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CHAPTER 1
INTRODUCTION

This document presents an evaluation of injuries to avian resources (birds) resulting from releases
of polychlorinated biphenyls (PCBs) from paper company facilities dlong the Lower Fox River,
Wisconsin. This evaluation has been performed as part of the natural resource damage assessment
(NRDA) being performed for the Lower Fox River/Green Bay site by the U.S. Fish and Wildlife
Service (USFWS, or the Service) on behalf of the U.S. Department of the Interior (the
Department), the National Oceanic and Atmospheric Administration (NOAA), the Oneida Indian
Tribe of Wisconsin, and the Menominee Indian Tribe. This report was prepared by Stratus
Consulting Inc. under contract to the Service. The purpose of thisinjury evaluation is to assess:

> whether birds that use the Lower Fox River, Green Bay, and parts of Lake Michigan (the
assessment area) have been exposed to PCBs

> whether birds in the assessment area have been injured as a result of exposure to PCBs.

In this chapter we introduce and define relevant terms from the Department NRDA regulations at
43 CFR Part 11, provide background information on PCB contamination of the area, and describe
the overall organization of this report.

1.1 TERMSAND DEFINITIONS

The Department has promulgated regulations for the performance of NRDAs [43 CFR Part 11].
Theterm “injury” is defined in the Departmental regulations as “a measurable adverse change,
either long or short term, in the chemical or physical quality or the viability of a natural resource
resulting either directly or indirectly from exposure to arelease of a hazardous substance’

[43 CFR § 11.14]. The Departmental regulations also identify specific adverse changes that are
defined asinjuries. The relevant definitions of injury to avian resources assessed by the Trusteesin
thisreport are:

> concentrations of PCBs “sufficient to cause the biological resource or its offspring to have
undergone at least one of the following adverse changes in viability: death, disease,
behavioral abnormalities, cancer, genetic mutations, physiological malfunctions (including
malfunctions in reproduction), or physical deformations’ [43 CFR 8§ 11.62 (f)(1)(i)]
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concentrations of PCBs sufficient to “exceed action or tolerance levels established under
section 402 of the Food, Drug and Cosmetic Act, 21 U.S.C. 342, in edible portions of
organisms’ [43 CFR 8 11.62 (f)(1)(ii)]

concentrations of PCBs sufficient to “exceed levels for which an appropriate State health
agency hasissued directives to limit or ban consumption of such organism” [43 CFR §
11.62 (f)(2)(iii)].

NRDA injury determination assessment comprises two phases:

1.

1.2

Pathway determination. In the pathway determination phase, pathways by which natural
resources come into contact with hazardous substances are identified [43 CFR § 11.63].
The pathway is the “route or medium through which . . . a hazardous substance is or was
transported from the source of the discharge or release to the injured resource” [43 CFR §
11.14 (dd)]. Thus, pathway analysisis an important component of demonstrating the
linkage between the release of a hazardous substance and the injured natural resource.
Other NRDA reports will specifically evaluate the pathways by which PCBs released from
paper company facilities have come to be located in the Fox River, Green Bay, and parts
of Lake Michigan. This report, however, presents data that describe those pathways by
which birds have been exposed to PCBs. For all of the birds addressed in this report, the
primary pathway is through dietary exposure.

I njury determination. In this phase, the trustees determine whether adverse effects that

meet the definitions of injury set forth at 43 CFR § 11.62 have occurred as a result of
exposure to hazardous substances.

BACKGROUND

PCBs were released into the Fox River/Green Bay system from Fox River paper company
facilities that produced or processed PCB-containing carbonless copy paper waste (Wisconsin
DNR, 1998). Estimates of the amount of PCBs discharged into the Fox River from paper
company facilities range from 420,000 to 825,000 pounds from 1954 to the present (Wisconsin
DNR, 1998). An extensive study of PCB fate and transport in the Fox River/Green Bay system
demonstrated that PCBs move from the river into the bay, where they enter the food chain
(DePinto et a., 1994). A mass balance study estimated that over 90% of the PCBs entering Green
Bay in 1989 were from the Fox River (DePinto et al., 1994).
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1.3 INJURY EVALUATION METHODS

Injuries to avian resources are determined in this report primarily through the use and
interpretation of historical studies on birds in the assessment area. PCB contamination in Green
Bay birds was first detected in the early 1970s (Bishop et a., 1992). Since then, multiple studies
have been conducted on the exposure to and accumulation of PCBs in Green Bay birds and on
adverse effects resulting from this exposure. Most of these studies have been published in the
peer-reviewed literature; the evaluation presented in this report is based primarily on peer-
reviewed scientific papers.

For thisinjury determination, the previously available information was supplemented by the
collection and chemical analysis of a limited number of tern eggs (12) from the Green Bay
assessment areain 1996. This data collection effort, which was outlined in the NRDA Assessment
Plan published by the Service (61 Fed. Reg. 43,558), is described in detail in Appendix B.

When available, we relied on and report the statistical analyses conducted by the study authors. In
cases where the study authors did not conduct their own statistical analyses, we conducted the
analyses using raw data either reported in the study paper or obtained directly from the study
authors. Cases where we conducted our own statistical analyses are clearly identified as such, and
the statistical methods used to conduct the analyses are also identified. We used a statistical
significance level of « = 0.05.

Finally, the available information was used in a weight-of-evidence approach to determine injuries
to avian resources. The methods of the weight-of-evidence approach are described in Chapter 7.

As described in more detail in Chapter 8, the methods described here that were used to determine
injuries to avian resources are consistent with those contained in the Departmental regulations for
NRDA [43 CFR §11.64].

14 DOCUMENT ORGANIZATION

This document is organized as follows. Chapter 2 provides an overview of the avian resources of
the Lower Fox River and Green Bay. Chapter 3 contains areview of the known toxicological
effects of PCBs on birds, develops a“taxonomy” of PCB-induced injuries to birds, and develops
avian toxicity thresholds. Chapter 4 summarizes information regarding exposure to PCB
contamination in birds in the assessment area and evaluates the likelihood of PCB-induced injuries
to these birds by comparing the exposure concentrations to the toxicity thresholds developed in
Chapter 3. In Chapter 5, available site-specific biological data are reviewed by individual species
to evaluate whether field data indicate that birds in the assessment area have been injured by PCBs
according to injury definitions related to adverse effects on viability. Because of the availability of
scientific information and studies, the bird species discussed in Chapter 5 are the double-crested
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cormorant, Forster’s tern, common tern, Caspian tern, tree swallow, red-breasted merganser,
black-crowned night heron, and bald eagle. Chapter 6 determines injuries to ducks according to
the injury definitions of exceedences of state or federal tolerance limits for PCBsin tissue, and
exceedences of state or federal threshold concentrations for establishing consumption advisories.
Chapter 7 then presents a weight-of-evidence evaluation of the role that PCBs have played in
causing injuries to birds in the assessment area. Chapter 8 presents a determination of injuries
pursuant to the Departmental NRDA regulations. Chapter 9 lists references cited.

Appendix A provides scientific names for all bird species mentioned in the text, and Appendix B
provides documentation for 1996 field collection and chemical analysis of common and Forster’s
tern eggs. Appendix C provides the methods and results of waterfow! collection by the Servicein
1987.




CHAPTER 2
ASSESSMENT AREA AVIAN RESOURCES

2.1 THE ASSESSMENT AREA

As described in the NRDA Assessment Plan published by the Service (61 Fed. Reg. 43,558), the
assessment area for this NRDA includes the Lower Fox River, al of Green Bay, and parts of Lake
Michigan. The assessment areais located on the northwest side of Lake Michigan (Figure 2-1)
and lies within the Great Lakes ecoregion, an area that comprises a mixture of aguatic,
agricultural, wetland, forested (deciduous and coniferous), and urban habitats. The main historical
and current types of land use in the assessment area are agricultural, recreational, logging, and
industrial/residential (largely confined to areas along the Fox River). Ecological habitats in the
assessment area are primarily nonurban; while industriaization and residential development have
taken place aong parts of the Lower Fox River, much of the areaiis till dominated by low
intensity agriculture, wetlands, and forests. This land use pattern has important implications for
the use of the assessment area by birds, as described below.

The climate of the assessment area is highly seasonal and continental, with an average July air
temperature of about 67°F and an average January air temperature of 20°F (Robbins, 1991). The
average depth of soil frost in late February is about 20 inches. Annual precipitation is
approximately 33 inches (Robbins, 1991). While the low winter temperatures ensure that many
bird species that depend on freshwater habitats migrate out of the area, the high summer
temperatures and precipitation ensure that vegetation growth is lush, with associated diverse bird
habitats and communities.

2.2 AVIANDIVERSITY IN THE ASSESSMENT AREA

Green Bay and the Lower Fox River is an important site within the Great L akes ecoregion for
breeding and migratory birds (Temple and Cary, 1987; Erdman and Jacobs, 1991; Robbins, 1991).
During the five years of the Wisconsin Checklist Project, from 1982 until 1986, observers
recorded over 250 bird species in the five Wisconsin counties (Door, Kewaunee, Brown, Oconto,
and Marinette) immediately adjacent to Green Bay and the Lower Fox River (Table 2-1). During
the Atlas of Breeding Birds of Michigan project (1983-1988), 91 bird species were found
breeding in the townships adjacent to the Michigan Green Bay shore (Brewer et a., 1991). This
high degree of speciesrichnessislargely due to four factors: the proximity of amajor bird
migration route, longitude, plant community diversity, and high quality habitat.
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Figure 2-1. The location of the assessment area.

Green Bay and the Lower Fox River are situated on one of the major bird migration routes in
North America — the Mississippi Flyway (Figure 2-2). Birds flying south during the fall from

their breeding areas in Canada and flying north in the spring funnel through the Lake Michigan
and Green Bay area. This results in the regular occurrence of many species that neither breed nor
winter in the area (e.g., tundra swans, oldsquaw, and a large number of shorebird species).

The most spectacular of these migratory movements involves the fall influx of waterfowl species

into Green Bay. Hundreds of thousands of ducks and geese traveling south from northerly

breeding areas use the wetlands surrounding the bay as roosting and feeding areas. These species,
which include Canada goose, mallard, teal species, scaup, goldeneye, and many others, are the
basis for the intense and economically important duck hunting that takes place in the bay each fall.

Because of its longitude, the assessment area supports birds that are typical of both more western
and eastern habitats. For example, both the western and the eastern meadowlark were recorded in
the Green Bay area during the Wisconsin Checklist Project, as were the western marbled godwit
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Table2-1
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’

Red-throated loon 4

Common loon

ANAN

Pied-billed grebe

Horned grebe

v
Red-necked grebe v E
Double-crested cormorant 4

American bittern

Least bittern

Great blue heron

Green-backed heron

Great egret

Cattle egret

ANANAYAYANANANAY

Black-crowned night-heron

AN

Tundra swan

Mute swan 4

Show goose

Wood duck 4

Canada goose

Green-winged teal v

American black duck

Mallard

Northern pintail v

Blue-winged teal v

Northern shoveller

Gadwall v

American wigeon

Canvasback

Redhead v

Ring-necked duck v

AN AN ANANANAYAYAYANAYAYANANANAY

Greater scaup v

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status | Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’
Lesser scaup v v
Oldsquaw v
White-winged scoter v
Common goldeneye v v
Bufflehead v v
Hooded merganser v v
Common merganser v v
Red-breasted merganser v v
Ruddy duck v
Turkey vulture v
Osprey v T
Bald eagle v T
Northern harrier v v
Sharp-shinned hawk v v
Cooper’s hawk v v
Northern goshawk v
Red-shoul dered hawk v T
Broad-winged hawk v v
Red-tailed hawk v v
Rough-legged hawk v v
American kestrel v v
Merlin v
Peregrine falcon v E E
Gray partridge v
Ring-necked pheasant v
Ruffed grouse v
Sharp-tailed grouse v
Wild turkey v
Northern bobwhite v
Virginia rail v

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’

Sora

Common moor hen

American coot

ANANANAN

Sandhill crane

ANAYAN

Black-bellied plover

Killdeer

AN

Greater yellowlegs

Lesser yellowlegs

Solitary sandpiper v

Willet

Fpotted sandpiper v

Upland sandpiper v

Hudsonian godwit

Marbled godwit

Ruddy turnstone

Red knot

Sanderling

Semipalmated sandpi per

Least sandpiper

White-rumped sandpiper

Baird' s sandpiper

Pectoral sandpiper

Dunlin

Slt sandpiper

Short-billed dowitcher

Long-billed dowitcher

Common snipe

v
American woodcock 4
Wilson's phalarope v

NSINISINININISINISINISISISININISISISINISIRININS

Red-necked phalarope

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status | Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’
Franklin's gull v
Bonaparte's gull v v
Ring-billed gull v
Herring gull v
Glaucous gull v
Caspian tern v v E
Common tern v v E
Forster’stern v v E
Black tern v
Rock dove v
Mourning dove v
Black-billed cuckoo v
Y ellow-billed cuckoo v
Eastern screech owl v
Great horned owl v
Snowy owl v
Barred owl v
Long-eared owl v
Short-eared owl v
Northern saw-whet owl v
Common nighthawk v v
Whip-poor-will v v
Chimney swift v v
Ruby-throated hummingbird v v
Belted kingfisher v v
Red-headed woodpecker v
Red-bellied woodpecker v
Y ellow-bellied sapsucker v v
Downy woodpecker v
Hairy woodpecker v

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’

AN

Northern flicker (4 4

Pileated woodpecker v

Olive-sided flycatcher

AN

Eastern wood-pewee

Y ellow-bellied flycatcher

ANANANAN

Alder flycatcher

Willow flycatcher

Least Flycatcher

Eastern phoebe

Great crested flycatcher

ANAYANANANAN

Eastern kingbird

Horned lark

ANAYANAYANAN

Purple martin

Tree swallow

ANAYAN
AN

Northern rough-winged
swallow

Bank swallow

Cliff swallow

ANAYAN

Barn swallow

Gray jay

Bluejay

American crow

Common raven

ANANANANAY

Black-capped chickadee

Borea chickadee 4

Tufted titmouse 4

Red-breasted nuthatch

White-breasted nuthatch

ANAYAN

Brown creeper

House wren 4 4

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’

Winter wren 4

Sedge wren v

Marsh wren 4

AN

Blue-gray gnatcatcher

Eastern bluebird

ANAN

Veay

Gray-cheeked thrush

Swainson’ s thrush

Hermit thrush

ANANANANAY

Wood thrush

American robin

AN

Gray catbird

Northern mockingbird

ANAYANANANAN

Brown thrasher

ANAN

Water pipit

Bohemian waxwing v

AN
AN

Cedar waxwing

Northern shrike 4

Loggerhead shrike

AN
m

European starling v

Bell’svireo

AN

Solitary vireo

Y ellow-throated vireo

Warbling vireo

Philadelphia vireo

ANAYAYANANAN

Red-eyed vireo

Blue-winged warbler

AN

Golden-winged warbler

Tennessee warbler

ANANAYAYANANAY

Orange-crowned warbler

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’

Nashville warbler 4

Northern parula

Y ellow warbler

ANAN

Chestnut-sided warbler

Magnoliawarbler

Cape May warbler

Black-throated blue warbler

Y ellow-rumped warbler

Black-throated green warbler

Blackburnian warbler

Pine warbler

Palm warbler

Bay-breasted warbler

Blackpoll warbler

Cerulean warbler

Black-and-white warbler

ANANANANAY
SINISINININISINISINISISISININIS IS

American redstart

Prothonotary warbler

Ovenbird

ANAVNANANAY

Northern waterthrush

L ouisiana waterthrush

Connecticut warbler

Mourning warbler

AN AN

Common yellowthroat

Hooded warbler

Wilson’s warbler

Canadawarbler

Y ellow-breasted chat

ANANANAYAYAYAYAYANANAN

Scarlet tanager v

Northern cardina 4

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’

Rose-breasted grosbeak

Indigo bunting

Dickcissd

ANANANAN

Rufous-sided towhee

American tree sparrow v v

Chipping sparrow

Clay-colored sparrow

Field sparrow

ANANANAN

Vesper sparrow

Lark sparrow v

Savannah sparrow

Grasshopper sparrow

ANAYAN

Le Conte' s sparrow

Fox sparrow

Song sparrow

Lincoln’s sparrow

Swamp sparrow

ANANANAN

White-throated sparrow

White-crowned sparrow

Harris's sparrow

AN

Dark-eyed junco

Lapland longspur

ANANANAYANANANANANAY

Snow bunting

Eastern meadowlark

Western meadowlark

Yellow-headed blackbird

ANANANAN

Red-winged blackbird

Rusty blackbird v

Brewer’s blackbird

v
Common grackle v v v

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.
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Table 2-1 (cont.)
Bird Species Recorded during the Wisconsin Checklist Project
in Assessment Area Counties from 1982 until 1986

Breeding/ Y ear Seasonal
Summer Winter | Round Status Federal State
Species® Visitor |Migrant | Visitor |Resident | Uncertain | Status® | Status’
Brown-headed cowbird v v v
Orchard oriole v
Northern oriole v v
Pine grosbesak v
Purple finch v
Red crosshill v
White-winged crosshill v
Common redpoll v
Pine siskin v v
American goldfinch v v
Evening grosheak v v v
House sparrow v

a. Bird speciesin italics obtain their food from aquatic habitats and therefore are at increased risk of exposure
to PCBs.
b. T = threatened, E = endangered.

Source: Temple and Cary, 1987.

and the eastern Hudsonian godwit. The assessment area is also one of the easternmost breeding
sites for the yellow-headed blackbird, and the white pelican (another western species) has recently
colonized the assessment area as a breeding species (K. Stromborg, USFWS, persondl
communication, April 1999). This mixing of western and eastern birds adds to the avifaunal
diversity of the assessment area.

Third, within Wisconsin there is a north-south shift in the maor plant communities due to climate.
The assessment areaislocated in atransitional zone called the “ Tension Zone” (Curtis, 1959),
where plant communities that are typical of both major ecoregions can be found. Areas north of
the Lower Fox River are dominated by plant communities that are representative of higher, colder
latitudes (e.g., an increased dominance of conifer forests). Northern Door County includes
subarctic plant communities because of its low warmest daily average temperatures in summer,
which are caused by a marked |ake effect and Lake Michigan upwelling. Areas to the south have
communities adapted to a warmer climate (e.g., hardwood forests). This results in the occurrence
within the assessment area of bird species that are typical of both the more northern plant
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Figure 2-2. The assessment area in relation to the Mississippi Flyway.

communities (e.g., gray jay, common raven, boreal chickadee, and $#sedabica warbler
species), together with species more characteristic of southern habitat types (e.g., turkey vulture,
mourning dove, and tufted titmouse).

Last, the bird species diversity found in the assessment area is supported by the area’s high quality
habitats. While many of the birds that breed in or use the area as a migratory staging post can be
found elsewhere in the lower, industrialized Great Lakes region, the assessment area, because of
its comparatively undisturbed nature and the quality and extent of its habitats, supports more
diverse bird communities.
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Wetlands are an important habitat for nesting and migratory birds in the assessment area.

Figure 2-3 shows that extensive tracts of the west side of the bay comprise coastal wetlands.
There are over 250,000 acres of wetlands within five miles of the bay, much of which (almost
52,000 acres) is protected as national forest, state forest, state park, or state wildlife area
(complied from data from USGS, 1990; Wisconsin DNR, 1998b). These extensive and contiguous
tracts of wetland provide ideal habitat for migratory and nesting birds.

Other important and abundant bird habitats in the assessment area are the small uninhabited
islands of Green Bay, which provide nesting sites for colonial waterbirds. Figure 2-4 shows the
distribution of these nesting sites and potential nesting sites. Such sites are favored by colonia
waterbirds because of their freedom from human disturbance and from mammalian predators such
as raccoons, mink, foxes, and coyotes. Many of these islands are well known as waterbird
breeding sites and have supported colonies for many years (e.g., herring gulls on Big Sister Idand,
cormorants on Hat, Spider, and Cat Islands, Caspian terns on Gravelly Island).

2.3 AVIAN RESOURCESON THE ONEIDA RESERVATION

The proximity of the Oneida Reservation to the Lower Fox River and Green Bay means that
environmental changes to the Lower Fox River/Green Bay ecosystem directly impact the
reservation ecosystems. The Oneida Reservation comprises approximately 65,400 acres located

3 miles east of the lower Fox River and 2.5 miles south of Green Bay, incorporating part of the
city of Green Bay. It isdirectly connected to the larger assessment area through waterways. All of
the major reservation waters are tributaries to the Lower Fox River and Green Bay. Land use
within the exterior reservation boundaries ranges from commercial and light industrial to rura
agriculture to residential. The northeastern quarter of the reservation is dominated by residential
and commercial land uses, while the remaining areas of the reservation are low intensity
agricultural, wetlands, and forested lands.

Birds that have been sighted on the Oneida Reservation in recent years include belted kingfisher,
sandhill crane, great blue heron, great horned owl, barn owl, screech owl, northern harrier, rough-
legged hawk, common nighthawk, turkey vulture, red-tailed hawk, bald eagle, double-crested
cormorant, and 12 different species of ducks and geese. Migratory birds that use the reservation
as a stopover site include tundra and trumpeter swans and snow geese. Several species of game
birds, such aswild turkey, have been successfully reintroduced to the reservation. While thisis not
acomprehensive list of the birds that use the reservation ecosystem, it is a representative list of
the types of birds on the reservation.

The environment of the reservation isimportant to both the resident and the migratory bird
populations that use the Mississippi Flyway. Wetlands on the reservation become waterbird
breeding colonies in the spring, and many species such as sandhill cranes have been found nesting
in local wetlands. Threatened species such as bald eagles have used the open waters of the




ASSESSMENT AREA AVIAN RESOURCES » May 1999 » 2-14

Figure 2-3. Distribution of wetland habitat within five miles of Green Bay or portions of
Lake Michigan.

Source: Compiled from data from USGS, 1990, and Wisconsin DNR, 1998b.
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reservation for winter feeding areas and double-crested cormorants have been seen foraging in
reservation lakes and ponds. These examplesillustrate the importance of the Oneida Reservation
to the Lower Fox River/Green Bay environment.

The combination of agricultural fields and wetlands on the reservation provides ideal habitat for
waterfowl. Reservation wetlands provide necessary cover for nesting waterfow! in close proximity
to farm fields that supply food for many of the birds. Waterfowl use the many engineered ponds
and wetlands on the reservation as a replacement for lost habitat along the Fox River and the
shore of Green Bay.

The major waterway on the reservation, Duck Creek, received its name from the large number of
ducks that use the river for nesting and rearing of their young. The Duck Creek corridor includes
habitat that isideal for the waterfowl. In the spring the water level is high enough to create
nesting areas along many reaches, and the riparian zone in some areas is wide enough to provide
the necessary cover for the young.

Why the Birds Are Important to the Reservation

Waterfowl and other game birds are important to the reservation as afood source. The Oneida
Tribe chose this land when they were relocated from New Y ork because of the abundant game
and the similarity to lands they were leaving behind. The original name for the magjor river flowing
through the reservation was “the place of many ducks.” Ducks and other waterfowl became an
important part of the Oneida diet. Oral histories from tribal elders explain how they obtained most
of their meat from the local population of game, including waterfowl, turkey, and other small
game.

The local birds have always been spiritually important to the Oneida People. For example, the bald
eagle was instructed by the Creator to head the bird kingdom, and appreciation for the fulfillment
of these duties is expressed in the Oneida Thanksgiving Prayer. The eagle sits on top of the “ Tree
of Life,” ever vigilant against those who would harm the tree, and eagles carry their prayers up to
the Creator. The beauty and songs of all the different birds help the Oneida people appreciate their
purposein life and remind them to enjoy their life cycle to its utmost.

Waterfowl have a special role in the creation story of protecting and safely bringing Mother Earth
to the back of the Great Turtle who supports the land we walk on. Birds are also used by the
tribal eldersto explain many of life’'slessons to younger Oneida people. Some Oneida elders have
expressed a sense of shame, loss, and sorrow because of the decreased numbers and diversity of
birds. In the Oneida culture it is important to protect and preserve all of the animals, and birds
have a specia place in the Oneida culture. These feelings are expressed in the Oneida
Thanksgiving Prayer.
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... Now then, | will mention . . . the water birds that swim about in the water.
Now | will mention, that it is still that it can be for our good minds, good feelings,
and amedicine for al people, many places the water has been polluted, and this
was created by the human family, and it has created a great suffering in our minds,
that we can no longer eat the fish safely, and surely it has caused great suffering to
all the fish families as far as they carry on to. Now then we mention that we
apologize to the waters and all her inhabitants on behaf of the humans, and pray
that we will restore the waters to how it is intended to be.

Culturaly, everything that the Oneida Tribe valuesis related to the earth’ s environment. The
Thanksgiving Prayer impliesthat it is the responsibility of all Oneida people to preserve and
protect their environment for future generations. The tradition of the “ Seventh Generation
Commitment” implies that we will honor the Creator and future generations through the
protection of Mother Earth.

2.4 REGULATORY STATUSOF ASSESSMENT AREA BIRDS

Green Bay and the Lower Fox River support populations of 13 species that have been listed by
the federal government or by the State of Wisconsin as either threatened or endangered

(Table 2-1). The continued existence of these sensitive species in the assessment area (and the
recent colonization by white pelicans) attests to the relatively undisturbed nature of the area and
the quality and extent of its habitats.

2.5 BREEDING CYCLESAND LIFE HISTORIES OF ASSESSMENT AREA BIRDS

Of the birds that breed in the assessment area, colonia waterbirds, such as terns and cormorants,
and bald eagles have been the most studied in terms of their PCB exposure and PCB-caused
effects (see Chapter 5). All of the colonia waterbirds that breed in the assessment area are
migratory, arriving at their breeding areas in the spring and leaving for their wintering areas in late
fall. Thus, al of the components of their breeding cycles are contained within the short time span
between approximately April and August. Figure 2-5 presents atypical breeding chronology for
waterbirds within the assessment area.

The life histories of the principal colonia waterbirds of the area vary. Common and Caspian terns
are exclusively ground nesters with little or no nest construction, whereas Forster’ s terns nest on
substantial, reed nests on floating mats of vegetation. All of the terns typically nest in dense
colonies with often only 2 or 3 feet between neighboring nests (Ehrlich et al., 1988). They lay
clutches of two to three eggs, which are incubated over about three weeks. The young are
semiprecocial in that they can leave the nest soon after hatching but depend on the adults for their
food and, for the first few days after hatching, for thermoregulation (Ehrlich et al., 1988). The
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Figure 2-5. Typical breeding cycle of Green Bay colonial waterbirds.

diets of both the adults and the young are mainly forage fish (Cramp and Sira@ions,After
about three to four weeks the young are capable of fight and leave the nesting areas in family
parties. By late fall, they have left for their wintering areas in the Gulf of Mexico.

Double-crested cormorants are also summer visitors to the assessment area, arriving at their
nesting colonies in April and May. They build their nests on the ground (at sites where trees are
not available and mammalian predators are not a problem) or in trees (as at Cat Island, until
recently). Like the terns, cormorants nest in dense colonies with only a few feet between nests.
They lay three to five eggs, which are incubated for about four weeks. The nestlings are altricial,
relying on their parents for their food and, in the first two weeks of life, for thermoregulation.
After five to six weeks, the young are capable of flight and leave the colonies with their parents.
The return to their wintering areas in the Mississippi Valley and the Gulf of Mexico begins in
September. Like the three tern species, double-crested cormorants mainly eat forage fish (see
Chapter 5).

Bald eagles differ substantially in their life histories from the four species discussed previously.
Unlike the terns and cormorants, they are not colonial but are widely dispersed over the
landscape. They may be year-round residents in the assessment area, depending onilitye availab
of prey (Robbins, 1991). They also begin breeding much earlier in the year, with most nests being
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refurbished in February and March. Nests are typically bulky structures of twigs and branches and
are built high in trees. Often the same nest may be used year after year. Neighboring nests may
typically be up to several kilometers apart. One to three eggs are laid in March, and the young
hatch after about 35 days of incubation. The young are completely altricial and dependent on their
parents for food and, in the early stages of growth, for heat. Fledging takes place about 12 weeks
after hatching. The prey of bald eagles comprises fish, carrion, and other birds such as herring
gulls and cormorants (see Chapter 5).

2.6 CONCLUSIONS

Because of its diversity of habitats, geographical position relative to east-west and north-south
gradients in bird communities, local climate patterns, and proximity to the Mississippi Flyway, the
assessment area supports arich diversity of bird species. Over 250 species have been recorded.
These include breeding birds and summer visitors, fall and spring migrants, and winter visitors.
Furthermore, at least 13 species that are listed by either the State of Wisconsin or the federal
government as threatened or endangered are found in the assessment area.

Many of the species in the assessment area are dependent on the large tracts of relatively
undisturbed habitat in the area. Thisis particularly true for birds that depend on wetlands or
uninhabited islands for breeding, resting, and feeding sites. The assessment area provides these
critical habitats in abundance.

The Onelda Reservation provides habitat for many bird species. Furthermore, birds are an
important part of the Oneida Tribe culture, as reflected in oral histories and tribal prayers.




CHAPTER 3
Toxic EFFECTS OF PCBs ONBIRDS

As described in the NRDA Assessment Plan (61 Fed. Reg. 43,558) and as noted in Chapter 1, the
Fox River/Green Bay ecosystem has been contaminated with PCBs. This chapter provides an
overview of the chemistry of PCBs and the toxic effects of PCBs on birds. This information
provides background for the injuries assessed in subsequent chapters.

This chapter is organized as follows. Section 3.1 presents a brief overview of PCB chemistry.
Section 3.2 provides a toxicological taxonomy of PCB congeners based on their mode of action.
Section 3.3 discusses the effects of PCBs on birds and relates these effects to categories of injury
established in the Department’s NRDA regulations. Section 3.4 discusses the toxic potency of
PCB congeners in birds. Section 3.5 summarizes published studies on the concentrations of PCBs
shown to cause adverse effects and includes a discussion of avian sensitivity to PCB toxicity.
Section 3.6 presents conclusions.

3.1 PCBCHEMISTRY

PCBs are a class of 209 chlorinated biphenyl congeners that 3 2 23

differ in the total number and position of chlorine atoms
substituted on the biphenyl structure (Figure 3-1). 4 ol

As shown in Figure 3-1, the PCB structure is made up oftwo °  ° &5

benzene (biphenyl) rings linked by a single bond. The 209

possible PCB congeners are identified by the location and Figure 3-1. Biphenyl

number of chlorine atom substitutions on the biphenyl rings, molecular structure.

with 10 chorine atoms being the maximum number possible.

For example, the congener 2,2' dichlorobiphenyl has chlorine atoms at the 2 and 2' positions. PCB
congeners are also identified by a sequential numbering system based on increasing chlorine
substitution from PCB 1 (2-chlorobiphenyl; 1 chlorine) to PCB 209 (2,2',3,3',4,4',5,5',6,6'-
decachlorobiphenyl; 10 chlorines).
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PCBs do not occur naturally in the environment. PCBs were introduced into the environment as
commercial mixtures of congeners (e.g., trade names of Aroclor in the United States, Clophen in
Germany, Kaneclor in Japan), with the congener composition dependent on the manufacturing
process (U.S. EPA, 1980). Most commercial mixtures were differentiated by the average
percentage chlorine by weight (e.g., Aroclor 1242 contained 42% chlorine). Aroclor 1242, the
predominant commercial mixture involved in Fox River paper company processes (Carr et al.,
1977), consists of a mixture of approximately 80 congeners (Schulz et al., 1989), with a mean
number of 3.1 chlorine atoms per molecule (Eisler, 1986). Quantifiable congeners in Aroclor 1242
extend from 2,2'-dichlorobiphenyl (two chlorines; PCB 4) to 2,2',3,4,4',5,5'-heptachlorobiphenyl
(seven chlorines; PCB 180) (Schulz et al., 1989).

In the environment, organisms may be exposed to mixtures of PCB congeners that no longer
resemble the original commercial Aroclor. This is because physical and chemical environmental

fate processes such as evaporation, transport, biodegradation, and partitioning onto sediments can
alter the mixture of congeners to which biota may be exposed (Safe, 1994). Moreover, once
accumulated by organisms, PCB congeners may be differentially excreted, distributed,
biotransformed, or sequestered (e.g., deposition in lipids) (Rozemeijer et al., 1995; summarized by
Barron et al., 1995).

3.2 ToxicoLoGIcAL TAxoNoMY OF PCB CONGENERS

Many individual PCB congeners have been found to cause adverse effects to biota. These effects
can differ based on the specific chemical composition of the individual congener or congener
mixtures. The different adverse effects caused by PCBs can be classified according to the manner
in which they manifest toxicity, known as their “toxicological mode of action” (Table 3-1).

3.2.1 Dioxin-Like Toxicity

Dioxin-like congeners are known as co-planar PCBs because the biphenyl rings lie in the same
two-dimensional plane, giving them a molecular configuration similar to 2,3,7,8-
tetrachlorodibenzo-p-dioxin (dioxin; TCDD) (Safe, 1994). These congeners have chlorine
substitutions in the 3,3',4,4' positions (meta-para substitutions) and have either zero (nonortho),
one (mono-ortho), or two (di-ortho) chlorines in the 2 or 2' positions (Figure 3-2). This chlorine
substitution pattern increases the structural similarity of the congeners to TCDD, inhibits
metabolic transformation by organisms, and generally increases biological persistence (Safe,
1994). Dioxin-like PCBs have affinity for the same cellular receptor (the aryl hydrocarbon or Ah

1. Minor concentrations of PCBs may be produced by volcanic processes (Lamparski et al., 1990). However,
data in Lamparski et al. (1990) from thetiht Saint Helen's eruption suggest that PCBs observed in volcanic
ash might be scavenged from the atmosphere rather than a product of vulcanism.
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Table 3-1
Toxicological Taxonomy of PCB Congeners
Mode of Action Toxic Effects Example References
Dioxin-like Edema, deformities, early life Safe, 1994
stage mortality, wporphyrin Bosveld]1995
accumulation Barron et al., 1995
Phenobarbital-like Tumor promotion, uroporphyrin  Safe, 1994
accumulation Rodman et al., 1991
Neurotoxic Decreased dopamine, behavioral/ Sa@94
neuromuscular alterations Choksi et 4097
Endocrine-disrupting Estrogen mimics, metabolized|to Jansen £998,
biphenylols (thyroxine mimics; Korach et al., 1987
Vitamin A effects) Walker, 1995

receptor) as TCDD. Like TCDD, dioxin-like PCBs are strong inducers of the chemical

metabolizing enzyme system known as the P4Bflyfaand exposure to a dioxin-like PCB

congener can cause a substantial increase in the concentration and activity of P450 enzymes.
Dioxin-like PCBs are strong inducers of the P4501A isoform, and this is the key to their
toxicological characteristics. Figure 3-3 provides a simplified schematic representation of TCDD
interaction with the Ah receptor showing (1) TCDD movement into a cell, (2) binding to the Ah
receptor in the cytoplasm, (3) translocation of the TCDD:Ah receptor complex to the nucleus,

(4) production of messenger RNA (mRNA) in the nucleus, (5) translocation of mMRNA to the
cytoplasm, and (6) synthesis of P450 in organelles (e.g., endoplasmic reticulum) and generation of
other cellular responses.

PCBs elicit a suite of toxic effects that are similar cl Cl Cl Cl

to those of TCDD, such as pericardial and

abdominal edema, and deformities of the heart, Cl ct d Cl
eyes, limbs, head, and body (Bosvédlg95;

Henshel et al., 1997). Although mono-ortho Cl Cl Cl

substituted biphenyls are less potent than Ortho PCB Nonortho PCB
nonortho congeners, they occurred at higher PCB 153 PCB 126

concentrations in commercial PCB mixtures, and

thus may contribute substantially to toxicity in theFigure 3-2. Example nonortho (coplanar)
environment (Braune and Norstrom, 1989; and ortho-substituted PCBs.

Brunstrom, 1990).
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TCDD: AhR
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TCDD: AhR
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DNA
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Figure 3-3. Schematic representation of TCDD interaction with the ah receptor.

(1) TCDD movement into a cell, (2) binding to the Ah receptor in the cytoplasm, (3) translocation of the
TCDD:Ah receptor complex to the nucleus, (4)durction of messenger RNA (mRNA) in the nucleus,

(5) translocation of mMRNA to the cytoplasm, and (6) synthesis of P450 in organellesx@@glagmic
reticulum) and generation of other cellular responses.

Source: Simplified from Wilson and Safe, 1998.

3.2.2 Phenobarbital-Like Toxicity

The phenobarbital-like (PB-like) group of PCBs are di-ortho substituted congeners with a low
affinity for the Ah receptor, and induce a different P450 isozyme (P4501B-like) in birds and other
vertebrates than do the dioxin-like congeners (Safe, 1994; Van den Berg et al., 1994). The effects
of PB-like PCBs include tumor promotion in rodents (Safe, 1994) and accumulation of
uroporphyrin in chick embryo liver cells (hepatocytes) at high doses (Rodman et al., 1991).

3.2.3 Neurotoxicity

Neurotoxic PCBs are ortho-substituted, cause changes in neuromuscular activity and decreases in
dopamine levels (Safe, 1994; Choksi et al., 1997), and are associated with behavioral changes and
learning deficits (Tilson et al., 1990; Fisher et al., 1998). Heinz et al. (1980) suggested that
depletion of brain neurotransmitter levels by neurotoxic PCBs may result in abnormal behavior in
sensitive avian species.
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3.2.4 Endocrine-Disrupting Toxicity

Current research indicates that specific PCB Cl Cl Cl
congeners and hydroxylated metabolites

(Figure 3-4) can act as endocrine disruptors HO Cl HO Cl
by altering normal hormonal dynamics

(Sheffield et al., 1998). For example, Cl Cl

exposure of mallards to Aroclor 1254 PCB 30 Metabolite PCB 77 Metabolite

(20 mg/kg body weight twice per week for

five weeks) caused a significant reduction in

plasma levels of the thyroid hormone Figure 3-4. Two examples of hydroxylated
triiodothyronine (Fowles et al., 1997). PCB metabolites (biphenylols) with endocrine
Thyroid hormones modulate the rate of disrupting effects.

cellular metabolism (Zubay, 1983).

Biotransformation by an organism generally decreases the toxicity of PCB congeners by
increasing their elimination through oxidation (e.g., hydroxylation) and/or conjugation

(e.g., glutathione addition) (Figure 3-5). However, hydroxylation at specific sites on several PCB
congeners produces hydroxylated biphenylol (HO group inserted into the 4 or 4' position)
metabolites that can compete for and occupy hormone or vitamin binding sites (Korach et al.,
1987) (Figure 3-4). These water soluble metabolites may be retained in bird eggs, exposing the
developing embryo and affecting the functioning of the endocrine system (Fry, 1995). Avian
endocrine disruptor effects of PCBs include hyperthyroidism (increased metabolic rate) and
hypothyroidism (decreased metabolic rate) in murres (Jefferies and Parslow, 1976) and altered
retinoid (vitamin A) dynamics in ring doves (Spear et al., 1989).

Fry (1995) concluded that some PCBs are estrogenic and are responsible for endocrine disruption
in breeding birds and abnormalities in their offspring. However, other researchers have not found
a relationship between PCBs and endocrine effects. For example, Nisbet et al. (1996) found no
relationship between measured PCB congeners in common tern eggs and feminization of male
embryos, although the study focused on congeners rather than their metabolites.

Estrogen mimics are thought to include PCBs 1, 9, 10, 30, 52, and 61. These PCBs have
estrogenic activity (measured by increased rodent uterine weight; Jansen et al., 1993) or can
be metabolized to hydroxylated biphenyls (e.g., 2',4',6'- trichloro-4-biphenylol; 2',3',4',5'-
tetrachloro-4-biphenylol) with demonstrated estrogen receptor binding affinity (Korach et al.,
1987). Biphenylol (one hydroxylation) and catechol (two hydroxylations) metabolites have been
shown to cause endocrine disruption in several vertebrate systems (Fry, 1ll6ge@u al.,

1995; Garner et al., 1999), but studies evaluating their estrogenicity in avian embryos have not
been reported.
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l P450
Binhenvlol Arene oxide | protein, _ Macromolecular
pheny 1ntermed1at RNA, DNA adducts

1E1210Xlide Glutathione
1ydrolase S-transferases

Dihydrodiols Glutathione conjugates
Dehydrogenase/ \/\Multiple pathways
Catechols

Methyl sulfonyl metabolites
Phenol conjugates

Figure 3-5. Generalized biotransformation pathway for PCBs.

Source: Safe, 1994.

In addition to these estrogen mimics, PCB 77 is thought to act as a thyroxine mimic and may
modulate vitamin A levels, resulting in alteration of growth and development. This congener can
be hydroxylated to biphenylol metabolites (e.qg., 3,3',4,4'-tetrachloro-4-biphenylol; 3,3',4',5-
tetrachloro-4-biphenylol) that compete with the binding of the thyroid hormone thyroxine to the
transport protein transthyretin with subsequent alteration of growth and development (Brouwer,
1991; Walker, 1995). The activity of thyroid hormones is dependent on binding to carrier proteins
in the blood, and competition with PCBs for binding sites may result in changes in metabolic rate
through an increase in the “free” hormone (Zubay, 1983).

PCBs can also alter the concentrations of vitamin A in birds, which is important in vision, growth,
and reproduction. Retinol is the principal natural form of vitamin A and is primarily stored in the
liver as the fatty acid ester retinol palmitate (Environment Card&dd,). Murk et al. (1994)
suggested that PCBs and related contaminants may interfere with the regulation of storage and
mobilization of retinoids in the livers of birds, resulting in decreased liver retinoid levels and
increased plasma retinoid concentrations. Biphenylol metabolites of PCB 77 may occupy a retinol
binding protein, resulting in reduction of blood vitamin A levels and thus altered growth and
development (Brouwer, 1991; Walker, 1995).
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3.3 PCBEFFECTS ONBIRDS

This section classifies the effects of PCBs on birds according to the injury categories identified in
the Departmental NRDA regulations. These regulations define injuries to biological resources
[43 CFR § 11.62 (f)], and these definitions can be used to categorize the biological effects of
PCBs on birds. Table 3-2 presents, for the Department’s NRDA injury categories, examples of
scientific studies documenting biological effects of PCBs and concentrations causing adverse
effects in birds.

3.3.1 Injury Category: Death [43 CFR § 11.62 (f)(4)(i)]

The experimental studies reported in Table 3-2 (together with many other studies not reported in
Table 3-2) show that exposure to PCBs can cause death in avian embryos and juvenile and adult
birds.

3.3.2 Injury Category: Disease [43 CFR 8§ 11.62 (f)(4)(ii)]

PCBs are known to affect immune system function in mammalian systems1(@&sfe, and may
cause morphological changes in immune tissues in birds (Nikolaidis E2&8). Friend and

Trainer (1970) reported increased mortality in mallard ducklings challenged with a duck hepatitis
virus following a short-term (10 day) feeding of PCBs (25 to 100 mg/kg diet of Aroclor 1254).

3.3.3 Injury Category: Behavioral Abnormalities [43 CFR 8§ 11.62 (f)(4)(iii)]

PCB-induced behavioral effects in birds include decreased parental incubation attentiveness in ring
doves (Peakall and Peakall, 1973), and impaired courtship behavior in mourning doves (Tori and
Peterle, 1983). Heinz et al. (1980) found reduced brain dopamine and norepinephrine levels in
ring doves fed a 10 mg/kg diet of Aroclor 1254, and suggested that depletion of brain
neurotransmitter levels may result in abnormal behavior in sensitive avian species. McCarty and
Secord (1999) reported abnormal nest building behavior and lowered nest quality in tree swallows
(5 to 7 mg/kg wet weight total PCBs in eggs). Subtle neurological effects such as impaired
avoidance behavior in pheasants have also been reported (Dahlgren et al., 1972a).

3.3.4 Injury Category: Cancer and Genetic Mutations [43 CFR 8§ 11.62 (f)(4)(iv)]
Long-term feeding studies of rodents have demonstrated that PCBs increase the incidence of

tumors (Safe, 1994). However, our review of the literature identified only one study showing that
PCBs cause tumors or genetic mutations in birds. Peakall et al. (1972) reported increased
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Summary of NRDA Injury Categories, Corresponding
Biological Effects of PCBs on Birds, and Examples of Studies Documenting Effects

Table 3-2

Injury
Category
[see 43 CFR
§ 11.62 ()(4)]

Biological Response

Species Studied

Example &ehce

Death

Increased adult/juvenilg

Mallard, pheasant, bobw

hite, Heath et al., 1972; Sticke

mortality Japanese quail 1984
Increased embryo Chicken, pheasant Carlson and Duby, 1973;
mortality Brunstrom and Reutergardh,

1986

Disease Increased susceptibility to Mallard Friend and Trainer, 1970
viral challenge
Behavioral Impaired mating behavior Mourning dove Tori and PetE9RS3

abnormalities

Impaired avoidance of Pheasant Dahlgren and Linder, 1971
visual cliff
Cancer, genetic| Chromosome alteration  Ring dove Peakall £9@p,
mutations
Physiological Reduced reproduction Pheasant, black- headed gull Brunstrom and Reutergd
malfunctions (reduced fecundity) 1986
Chicken Carlson and Duby, 1973
American kestrel Lincer and Peakall, 1970
Ring dove Peakall et all972
Eggshell thinning Mallard Haseltine and Prouty, 1980
Altered endocrine statu§ Chicken Chen etl#194
(e.g., decreased estrogen
levels)
Porphyria Japanese quail lligtt et al., 1990
Enzyme induction Turkey Brunstrom and Lui®88
(e.g., ED50 for P450)
Physical External malformation | Chicken, common tern, Brunstrom and 1988,
deformations (e.g., small beak, eyes American kestrel Hoffman et al., 1998

unresorbed yolk sac)

Skeletal deformities

Common tern, American
kestrel

Hoffman et al., 1998

b

Histopathological lesion

S

American kestrel nestling

Hoffman et al., 1996b

| et al.,

rdh,
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chromosomal aberrations in the embryos of ring doves fed 10 mg/kg wet weight of Aroclor 1254
in their diet for three months. Chromosomal aberrations were 0.8% (range of 0 to 2%) in the
control group and 1.8% (range of 0 to 9.4%) in the PCB treated group. A separate NRDA report
(Barron et al., 1999) documents the increased frequency of liver tumors in fish (walleye;
Stizostedion vitreum vitreyrexposed to elevated concentrations of PCBs in the assessment area.

3.3.5 Injury Category: Physiological Malfunctions [43 CFRS 11.62 (f)(4)(v)]

Physiological malfunctions caused by PCBs include reduced reproductive success, eggshell
thinning, altered endocrine status, porphyria, altered vitamin A status, and enzyme induction (see
Table 3-2).

Reduced Reproductive Success

A number of field and laboratory studies have associated PCB contamination in bird eggs with
impaired reproduction, reduced fecundity and fertility, embryotoxicity, and reduced hatchling
growth and development (summarized by Gilbertson et al., 1991; Barron et al., 1995; Hoffman
et al., 1996a).

Eggshell Thinning

Eggshell thinning has been caused by high concentrations of PCBs in the maternal diet
(summarized by Peakall and Lincer, 1996). For example, Haseltine and Prouty (1980) reported
eggshell thinning (8.9% thickness reduction) in mallards fed a 105 mg/kg diet of Aroclor 1242.
No effects on reproduction were observed. Peakall and Lincer (1996) concluded that PCBs do
not cause significant eggshell thinning at environmentally realistic doses.

Altered Endocrine Status

The current understanding of PCB effects on bird endocrine systems is limited. However,

reported avian endocrine effects of PCBs have included feminization, lowered estrogen levels, and
changes in thyroid function (Colborn et al., 1993). For example, American kestrels fed a 33 mg/kg
diet of Aroclor 1254 had reduced semen quality (Bird et al., 1983), and chickens fed a 250 mg/kg
diet of Aroclor 1254 had significant reductions in comb and testicle weights (Platonow and
Funnell, 1971). PCBs and dioxin-like compounds were associated with gonadal abnormalities in
common terns, including the presence of ovarian tissue in the testes of male embryos (Hart et al.,
1998). Lincer and Peakall (1970) observed a dose-dependent increase in microsomal metabolism
of estradiol in American kestrels fed Aroclor 1254 or Aroclor 1262. Chickens orally administered
10 mg Aroclor 1254 daily for 5 days had reduced plasma estradiol and calcium levels, reduced
egg production, decreased liver weight, and increased hepatic P450 content (Chen et al., 1994).
Connor et al. (1997) reported that the estrogenicity of hydroxylated PCB congeners determined in
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multiple in vitro assays was complex and response-specific, with some assays indicating
estrogenicity, no activity, or antiestrogenicity.

Porphyria

Porphyrins are precursors of heme (a component of hemoglobin) and normally occur in small
guantities in the body (Environment Canada, 1991). Porphyria, evidenced by increased formation
and excretion of porphyrins and precursors, has been reported in several avian species (Goldstein
et al., 1976; Fox et al., 1988lli&tt et al., 1997). Accumulation of highly carboxylated porphyrins

in herring gull livers has been linked to environmental exposures of birds to PCBs (Environment
Canada, 1991). Rodman et al. (1991) demonstrated that specific PCB congeners with three or
four ortho chlorines caused increased uroporphyrin in chicken embryo hepatocyte cultures, and
Elliott et al. 990) reported a significant accumulation of liver porphyrins in Japanese quail fed
0.05 mg/kg PCB 126 daily.

Altered Vitamin A (retinoid) Status

Retinol is the principal natural form of vitamin A and is primarily stored in the liver as the fatty

acid ester retinol palmitate (Environment Cand@®1). Murk et al. (1994) suggested that PCBs
and related contaminants may interfere with the regulation of storage and mobilization of retinoids
in the livers of birds, resulting in decreased liver retinoid levels and increased plasma retinoid
concentrations. For example, ring doves exposed to PCB 77 exhibited altered retinoid dynamics,
and females laying viable eggs exhibited compensatory retinoid mobilization from the liver and
transfer to the eggs (Spear et al., 1988)rk et al. (1994) concluded that hepatic and yolk sac
retinoids may be suitable indicators of early effects of dioxin-like contaminants in common terns
and other fish-eating birds.

Enzyme Induction

PCBs have been reported to increase the content or activity of several enzymes in birds, including
P450 isozymes (Hoffman et al., 1996a). For example, planar PCBs strongly induce the P450
isozyme CYP1A [measured by increases in aryl hydrocarbon hydroxylase (AHH) or
ethoxyresorufin-O-deethylase (EROD) activity]. Each isozyme has a slightly different affinity and
capacity for metabolizing contaminants and endogenous biomolecules (e.g., steroids), and may be
differentially induced by exposure to PCBs.

Numerous studies have reported EROD induction by dioxin-like PCBs, and some have suggested
EROD induction as a sensitive measure of exposure. EROD induction may also be indicative of
adverse PCB effects because P450 isozymes may activate or deactivate endogenous biomolecules
(e.g., hormones). For example, Lincer and Peakall (1970) reported increased microsomal
metabolism of estradiol in American kestrels fed a 0.5 mg/kg diet of Aroclor 1254. Recent in vitro
studies demonstrate that EROD activity in bird tissues is suppressed at higher PCB concentrations
(e.g., Lorenzen et al., 1997).
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3.3.6 Injury Category: Physical Deformations [43 CFR § 11.62 (f)(4)(vi)]

Avian physical deformations caused by PCBs include external deformations, organ and tissue
malformations, skeletal deformities, and histopathological lesions (Table 3-2). Physical
deformations attributed to PCBs in birds include pericardial and subcutaneous edema,
cardiovascular malformation, liver lesions, microphthalmia, beak and limb deformities, brain
asymmetry, thymic hypoplasia, and inhibition of lymphoid development (Gilbertson et al., 1991;
Bosveld and Van den Berg, 1994; Henshel, 1998; Hoffman et al., 1998). Dioxin-like PCBs may
cause deformities in turkey embryos (e.g., microphthalmia and beak deformities) at egg doses
lower those causing mortaljtput may not in other bird species (Nosek et al., 1993).

Additionally, exposure of birds to PCB congeners (e.g., PCB 77) and commercial mixtures
(e.g., Aroclor 1254) may cause an increase in liver weigltitst{tet al., 1997).

3.4 Toxic POTENCY OF ENVIRONMENTAL MIXTURES OF PCBs

Different PCB congeners have different potencies in producing toxic responses in birds, as do
different mixtures of congeners. Since congener mixtures in the environment are complex and can
vary over space, time, and environmental media, several methods have been developed to assess
the toxicity of PCB mixtures. These methods are based either on applying information on the
potency of individual congeners to congener concentration measurements in media, or on using
bioassays to evaluate the toxic potency of the environmental mixture as a whole.

The potency of individual PCB congeners in birds can be determined by their toxicity to avian
embryos (e.g., hatching success following injection into bird eggs; Brunstrom, 1990) or from the
magnitude of P450 induction caused by a congener (e.g., in vitro induction in avian embryo
hepatocytes; Kennedy et al., 1996a, b).
Toxicity-based congener potency is
derived from studies in which small
guantities of graded doses of a PCB
congener are injected into the yolk sac,
albumin, or air cell of an egg and hatching
success or some other response is

Table 3-3
Relative Potency of Selected PCB Congener
in Inducing Chicken Hepatocyte P450

Uy

Concentration Causing 50% P450
measured. PCB Congener Induction (ml\%)
Table 3-3 summarizes the potency of L 0.51
selected PCB congeners in inducing P450 81 0.094
in chicken hepatocyte cells. Of the tested 105 3.3
congeners, PCB 126 typically is the most 118 19
potent, followed by PCB 81, PCB 77, an 126 0.052
PCB 169. A inilar relative order of 169 0.79

potency is observed in egg injection studigdpurces: Kennedy et al., 1996b; Lorenzen et al., 1997.
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with embryomortality as the endpoint in different bird species (Brunstrom and Andersson, 1988;
Brunstrom 1989, 1990; Powell et al., 1996). The general order of potency for congeners is
nonortho > mono-ortho > di-ortho > tri-ortho > tetra-ortho.

The toxic potencies of PCB congeners are dependent on both the test species and the toxicity
endpoint (e.g., P450 induction versus embryotoxicity). Responsiveness of P450 induction is
dependent on the reporter system (e.g., enzyme activity, enzyme content, specific isozyme) and
the assay system (e.g., rat versus avian tissue). For example, Kennedy et al. (1996a) concluded
that P4501A induction in chicken hepatocyte cultures was more responsive to mono- and
di-ortho-PCB congeners than the H4IIE rat hepatoma system, suggesting that birds are more
sensitive to these congeners than mammals.

The potency of a PCB congener can be expressed relative to the potency of TCDD (generally the
most toxic planar halogenated environmental contaminant) by estimating its toxicity equivalency
factor (TEF). The TEF of a congener is determined by dividing the potency response

(e.g., concentration at which 50% mortality or 50% P450 induction occurs) by the potency
response of TCDD:

Potency of PCB congener
Potency of TCDD

TEF =

Avian TEFs for 12 PCB congeners have be¢n
derived by the World Health Organization Table 3-4
(WHO) and are summarized in Table 3-4. | 1oyic Equivalency Factors (TEFs) of PCB

These values are “generic” in that they are Congeners in Birds Relative to TCDD
not specific to an individual bird species. The

WHO avian TEFs were derived from the Congener Number WHQO? Avian TEF
results of multiple studies and a variety of 77 0.05
experimental data (e.g., embryotoxicity 81 0.1
studies, P450 induction), and represent the 105 0.0001
consensus opinion of an international group 114 0.0001
of toxicology experts. 118 0.00001
123 0.00001
TEFs can be used to calculate a TCDD 126 0.1
equivalent concentration (TCDD-eq) of 156 0.0001
PCBs in an environmental sample. A TCDD;¥ 157 0.0001
e is the concentration of TCDD that has th 167 0.00001
same potency as the PCB congener mix ang 169 0.001
concentration in an environmental sample. 189 0.00001

TCDD-eq is calculated by summing the a. Van den Berg et al.. 1998,
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product of the measured concentration and the TEF for each PCB congener measured in a sample
(Giesy et al., 1994):

TCDD-eq =)’ ([congener] x TEF) .

The TCDD-eq of environmental samples can also be determined experimentally using the H4IIE
rat hepatoma system (e.g., Giesy et al., 1994) or the avian embryo hepatocyte system

(e.g., Kennedy et al., 1996a,b). These in vitro systems generally require administration of small
guantities of a chemical extract of an environmental sample to the bioassay system, with
subsequent measurement of the P450 induction response. The response is then compared to the
TCDD-induced response measured using the same method. Because of the apparent differences
between mammals and birds in relative congener potency, a TCDD-eq measured using an avian
bioassay is considered more relevant to the evaluation of the toxicity to birds than a TCDD-eq
measured using a mammalian bioassay (U.S. EPA, 1998a).

There are two limitations to the TCDD-eq approach:

> Calculated values assume additive toxicifyn implicit assumption in the calculation of a
TCDD-eq is that the contribution of individual congeners to the toxicity of a mixture is
simply additive. However, both synergistic (more than additive toxicity) and antagonistic
(less than additive) responses to PCBs and other contaminants have been reported
(Petersen et al., 1993; Van den Berg et al., 1994). For example, Lorenzen et al. (1997)
concluded that common terns may be more susceptible to CYP1A inducing effects of
complex mixtures of dioxin-like contaminants than indicated by their response to
individual contaminants. Synergistic and antagonistic interactions are not incorporated into
the calculation of TCDD-eq because of uncertainty in the type and magnitude of
contaminant interactions. There is some consensus (U.S. EPA, 1998a) that nonadditive
effects may be relatively minor (i.e., toxicity of dioxin-like PCBs is approximately
additive).

> Only dioxin-like toxicity is consideredl’he TCDD-eq approach generally accounts for
only dioxin-like toxicity, whether determined directly from an in vitro bioassay system
(e.g., EROD induction) or calculated using measured analyte concentrations and TEFs
(derived from in vitro responses or acute in ovo exposures). The endpoints and modes of
action used in determining TCDD-eq do not typically incorporate neurotoxicity, PB-like
effects, endocrine disruption, or long-term responses such as cancer.

Despite these limitations, the TCDD-eq approach provides a gersredipted method for
assessing the toxicity of mixtures of PCBs and other contaminants (U.S. EPA, 1998b).
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3.5 PCBCONCENTRATIONS CAUSING TOXICITY TO BIRDS

This section summarizes literature studies on the concentrations of PCBs shown to cause adverse
effects to birds. First, the sensitivity of avian life stages and species is discussed, after which
toxicity studies using total PCBs dosed into bird eggs are summarized. Lastly, studies of the
toxicity of individual PCB congeners, TCDD, or TCDD-eq are summarized.

3.5.1 Avian Sensitivity to PCBs

Embryos appear to be the life stage most sensitive to PCB toxicity, followed by nestlings, then
adults (e.g., Hoffman et al., 1998). Embryotoxicity in birds has been studied primarily by direct
injection of PCB congeners or commercial mixtures into the egg (air cell or yolk sac), and
subsequent monitoring of embryo mortality and hatching success. Eggs injected after the period of
organ development experience substantially less mortality and greater chick growth than eggs
injected before completion of organ development (Carlson and Duby, 1973).

The relative sensitivity of the tested bird
species to PCBs can be estimated by Table 3-5
comparing concentrations of individual PCB Congeners: Relative Species Sensitivity
congeners that cause the same adverse effects. Based on Embryo Mortality
For example, Table 3-5 lists concentrations |of
PCB 77 and PCB 126 causing 50% embryo Embrvo Mortalit
mortality when injected into the eggs of (LDS())/' ug/kg eg{])
different bird species. The results presented in PCB’ PCB
Tablc_a _3-5 shO\_/v that the chicken is the most. Species 77 126
sensm\_/e;1 species tested to_both PCB 77 an lerring gull 1,000 —
126, with LD50 concentrations approximatefy, - - o aull <1.000 —
two orders of magnitude less than those for

: : . . Common tern — 104
other bird species. The higher sensitivity of Double-crested cormorant — =3
chickens to TCDD-like toxicity has been Mallard >5.000
documented in numerous studies (Eisler, a2 : ' —
1986). Goldeneye, domestic goosg 1,800 —

Kestrel 680 65°
Bosveld and Van den Berg (1994) suggestdfheasant; quail 100-1000 —
that the general order of sensitivity to the ~ [Turkey 800 —
embryotoxic effects of PCBs is chicken >  [Bobwhite — 24
pheasant/turkey > ducks > gulls. Kennedy [Chicken 8.6° 04
et al. (1996b) imilarly concluded that the a. Brunstrom and coworkers (summarized in Barrop
general order of sensitivity was chicken >  |etal., 1995).
pheasant > turkey duck > herring gull, b. Hoffman et al., 1995, 1998.
c. Powell et al., 1997.

based on EROD induction in primary
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hepatocyte cultures by a variety of planar PCBs. Brouwer (1991) concluded that herring gulls
were insensitive to PCB exposure because of Ah receptor nonresponsiveness. Based on the results
of egg injection studies with PCB 126, Hoffman et al. (1998) concluded that species
responsiveness to P450 induction was chicken > common tern > American kestrel > bobwhite.
Based on EROD induction by PCBs 77, 126, and 169 in primary hepatocyte cultures, common
terns appeared to be of similar sensitivity to ducks and herring gulls, and 5600 times less

sensitive than chickens (Lorenzen et al., 1997). However, common tern embryo hepatocytes were
only 3.5 to 15 times less sensitive than chicken embryo hepatocytes to contaminant extracts of
field collected tern eggs (Lorenzen et al., 1997). Lorenzen et al. (1997) suggested that hepatocyte
cultures from common tern chicks indicated that this species may be only 6 to 79 times less
sensitive than chickens, and may be more susceptible to CYP1A inducing effects of complex
mixtures of dioxin-like contaminants than is indicated by their response to individual

contaminants. However, common tern embryo hepatocytes were not sensitive to the commercial
PCB mixture Aroclor 1254 (Lorenzen et al., 1997).

In conclusion, a limited number of bird species have been evaluated for their sensitivity to PCBs
and dioxin-like toxicity. Early life stages (embryos and hatchlings) appear to more sensitive to

PCB toxicity than adult or juvenile birds. Of the tested bird species, chickens are consistently the
most sensitive to PCB congeners and mixtures, whereas gulls appear to be the least sensitive. The
relative rankings of other tested species appear to vary based on congener (or congener mixture)
and toxic endpoint studied. Most of the 87 bird species that obtain their food from the Green Bay
aguatic environment have not been tested. It is likely that the sensitivity of these species varies

and some may be sensitive to PCBs.

3.5.2 Adverse Effect Concentrations of PCBs

As discussed above, adverse effects of PCBs include adult and embryo mortality, impaired
reproductive behavior, deformities, decreased female or male fertility, lower hatotuegsu

impaired egg production, and reductions in population size or reproductive success. These effects
have been determined in the following types of studies:

> Egg injection experimentsThese studies typically use graded doses of PCBs injected
into the yolk sac, air cell, or aloumen of the eggs. Measurement endpoints may include
embryo mortality, malformations, hatching success, and chick growth.

> Dietary toxicity testsThese studies involve administration of PCBs in the diet of the bird
or by gavage. Measurement endpoints may include effects on behavior (e.g., courtship or
parental attentiveness, avoidance behaviors); disease resistance; various measures of
reproductive success (e.g., egg production, fertility, hatchiogess); and chick mortality
and growth. Study duration may range from a few days to many weeks. However, studies
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that evaluate the effects of PCB exposure over a complete life cycle of birds have not been
conducted.

> Field assessment§ield studies typically involve determining any differences in
reproductive success of wild birds from contaminated sites and birds from selected
reference locations. Measurement endpoints may include hatching success, chick mortality
and growth, and fledgling success.

Adverse effect concentrations are typically expressed as a median effect concentration

(e.g., LC50, the concentration causing 50% mortality in the test population, derived from the
relationship between dose and toxic response) or as a toxicity threshold value (derived by a
statistical assessment of control and treatment groups, e.g., tested concentration causing a
significant increase in mortality). Toxicity thresholds are typically reported as a NOEC (no
observed effect concentration) or LOEC (lowest observed effect concentration). Note that
NOECs and LOECs are statistically determined, but they do not represent absolute thresholds
because they are reflective of the experimental design and the doses used. For example, a LOEC
of 10 mg PCB/kg egg may not represent the lowest toxicity threshold for a species because lower
PCB concentrations were not tested. Traditionally, NOECs and LOECs have been used by the
U.S. EPA and others to derive thresholds for chronic toxicity to protect sensitive species.

Total PCB Concentrations in Eggs Causing Toxicity

Table 3-6 presents NOECs and LOECs for total PCB concentrations in bird eggs. LOEC values
are presented for the most sensitive reproductive effect measured. Excluding chickens, NOECs
range upward from 1.3 mg total PCBs/kg egg (wet weight), and LOECs range upward from

about 5-10 mg/kg. It should be noted that there are, apparently, large differences between species
in their sensitivities to PCBs. For example, the mallard LOEC reported in Table 3-6 exceeds that
of the most sensitive species, chicken, by a factor of more than 50. However, many of the study
results listed in Table 3-6 may be confounded by the fact that they are based on field studies in
which parameters other than PCBs (e.g., other contaminants, hatching and rearing conditions)
could not be controlled.

PCB Congeners and TCDD-eq Concentrations in Eggs Causing Toxicity

Table 3-7 presents LD50, NOEC, and LOEC values for individual PCB congeners, TCDD, and
TCDD-eq reported in the literature. The data presented in Table 3-7 indicate that, excluding
chickens, toxicity (NOECs, LOECSs) for most of the tested bird species occurs at TCDD or
TCDD-eq concentrations in the range of approximately 0.2 pg/kg egg (wet weight) to 10 pg/kg.
Estimated LD50s for TCDD-eq are also consistent with this range of values. However, it should
be noted that because LD50s are concentrations causing effects to 50% of the test organisms;
they are noeffectsthresholds Effects thresholds typically will be lower.




Table 3-6

Total PCB No Observed and Lowest Observed Adverse Effect Concentrations (NOEC/LOEC) in Bird Eggs

NOEC LOEC Laboratory (L)
Species PCB |(mg/kg ww)| (mg/kg ww) | Adverse Effect| or Field (F) Study Reference

Chicken Total PCB 0.36 2.5 H L Scott, 1977

Total PCB 0.95 1.5 H L Britton and Huston, 1973

Total PCB <5 5 P, F L Platonow and Reinhd@73

Total PCB — 4 D,H L Tumasonis et al., 1973

A1242 0.67 6.7 G L Gould et al., 1997
A1254 0.67 6.7 G L Gould et al., 1997

Tree swallow Total PCB — 5-7 B F McCarty and Secord, 1999
Common tern Total PCH 7 8 S F Bosveld and Van den Berg, 1994

Total PCB 4.8 40 D, H L Hoffman et al., 1993

Total PCB 5.2-5.6 7 H F Becker et al., 1993
Bald eagle Total PCB — 4 S F Ludwig et al., 1993

Total PCB 1.3 7.2 S F Wiemeyer et al., 1984

Total PCB — 13 S F Bosveld and Van den Berg, 1994
Ringed turtle dove  A254 — 16 H L Peakall and Peakall, 1973
Forster’s tern Total PCH 4.5 22.2 H F/L Kubiak et al., 1989

Total PCB 7 419 S F Bosveld and Van den Berg, 1994
Caspian tern Total PCB — 4.2 S F Yamashita et al., 1993
Mallard Al242 — 105 T F Haseltine and Prouty, 1980

a. Based on no apparent adverse effects in field population.

For adverse effect, A = adult mortality; B = reguctive behavior; D = defoiities; F = female fertility; G = chick growth; H = hatching succ
M = male fertility; P = egg mduction; S = population size or reproductive success; T = egg shell thinning. Data are organized by the g
rank order of sensitivity (most to least sensitive species based on reported NOECs and LOECS).
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Table 3-7

No Observed and Lowest Observed Adverse Effect Concentrations (NOEC/LOEC) and Median Lethal
Concentrations (LD50s) for PCB Congeners, TCDD, and TCDD-eq (ng/kg egg wet weight) in Birds

TCDD-eq Laboratory (L)
Reported Toxicity | ng/kg egg [Adverse| or Field (F)
Species Toxicant Measurement| pg/kg egg (ww)| Value (ww) Effect Study Reference
Chicken TCDD NOEC 0.1 NOEC 0.1 H L Janz and Bellward,
1996
0.2 NOEC 0.2 I L Peden-Adams et al.,
1998
LD50 0.15 LD50 0.15 H L Powell et al., 1996
PCB 77 LD50 8.6 LD50 0.43 H L Brunstrom and
Andersson, 1988
PCB 105 LD50 2200 LD50 0.22 H L Brunstrom, 1990
PCB 118 LD50 8000 LD50 0.08 H L Brunstrom, 1989
PCB 126 LD50 3.2 LD50 0.32 H L Brunstrom and
Andersson, 1988
LD50 2.3 LD50 0.23 H L Powell et al., 1996
LD50 0.4 LD50 0.04 H L Hoffman et al., 1995
PCB 156 LD50 1500 LD50 0.15 H L Brunstrom, 1990
PCB 157 LD50 2500 LD50 0.25 H L Brunstrom, 1990
PCB 167 LD50 >4,000 LD50 >0.04 H L Brunstrom, 1990
PCB 169 LD50 170 LD50 0.17 H L Brunstrom and
Andersson, 19388
Osprey TCDD-eq NOEC 0.14 NOEC 0.14 S F oWdford et al., 1998
Bald eagle TCDD-eq NOEC 0.2 NOEC 0.2 S F Elliott et al., 1996
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Table 3-7 (cont.)

No Observed and Lowest Observed Adverse Effect Concentrations (NOEC/LOEC) and Median Lethal
Concentrations (LD50s) for PCB Congeners, TCDD, and TCDD-eq (ng/kg egg wet weight) in Birds

=

=2

Reported TCDD-eq Laboratory
no/kg egg Toxicity no/kg egg Adverse (L) or Field
Species Toxicant | Measurement  (ww) Value (ww) Effect (F) Study Reference
Bobwhite PCB 126 LD50 24 LD50 2.4 H L Hoffman et al.
1995
Caspian tern TCDD-eq NOEC 0.75 NOEC 0.75 H F Ludwig et
1993
Domestic TCDD LOEC 3 LOEC 3 G,H L Janz and
pigeon Bellward,
1996
Eastern TCDD NOEC 1 NOEC 1 B F Thiel et al.,
bluebird 1988
LOEC 10 LOEC 10 B F
Common tern PCB 126 LD50 104 LD50 104 H L Hoffman et
1998
TCDD-eq NOEC <4 NOEC <1 (assumin H L Bosveld and
25% lipid) Van den Berg,
1994
Double- PCB 126 LD50 158 LD50 16 H L Powell et al.
crested 1997
cormorant TCDD LD50 4 LD50 4 H L Powell et al.,
1997
TCDD-eq LD50 ~0.55 LD50 0.55 H F Tillitt et al.,
1992

al.,
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Table 3-7 (cont.)
No Observed and Lowest Observed Adverse Effect Concentrations (NOEC/LOEC) and Median Lethal
Concentrations (LD50s) for PCB Congeners, TCDD, and TCDD-eq (pg/kg egg wet weight) in Birds

Reported TCDD-eq Laboratory
Ho/kg egg Toxicity no/kg egg Adverse (L) or Field
Species Toxicant | Measurement  (ww) Value (ww) Effect (F) Study Reference
Forster’s tern TCDD-eq NOEC 2.2 NOEC 2.2 H L/F Kubiak et dl.,
1989
Great blue TCDD NOEC 2 NOEC 2 H F Janz and
heron Bellward,
1996
TCDD-eq NOEC 0.02 NOEC 0.02 G,D F Hart et al.,
LOEC 0.245 LOEC 0.245 1991
Ring-necked TCDD NOEC 1 (yolk sac NOEC 1 H L Nosek et al.,
pheasant injected) 1993
LOEC 1 (albumen LOEC 1 H L
injected)
77 NOEC 100 NOEC 5 H L Brunstrom and
Reutergardh,
1986
Wood duck TCDD-eq NOEC <5 NOEC <5 H F White and
LOEC >20-50 LOEC >20-50 H F Hoffman, 1993
American PCB 77 LD50 680 LD50 34 H L Hoffman et al.,
kestrel PCB 126 LD50 65 LD50 6.5 H T
Turkey PCB 77 LD50 ~800 LD50 40 H L Brunstrom and
Lund, 1988
Black-headed PCB 77 LD50 <1000 LD50 <50 H L Brunstrom,
qull 1988
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Table 3-7 (cont.)
No Observed and Lowest Observed Adverse Effect Concentrations (NOEC/LOEC) and Median Lethal
Concentrations (LD50s) for PCB Congeners, TCDD, and TCDD-eq (ng/kg egg wet weight) in Birds
Reported TCDD-eq Laboratory
Ho/kg egg Toxicity Ho/kg egg Adverse (L) or Field
Species Toxicant | Measurement  (ww) Value (ww) Effect (F) Study Reference
Herring gull PCB 77 LD50 >1000 LD50 1-2 H L Brunstrom,
1988
TCDD-eq NOEC 1-2 NOEC 1-2 H F Ludwig et all,
1993
Domestic PCB 77 LD50 >1000 LD50 >50 H L Brunstrom,
goose 1988
Goldeneye PCB 77 LD50 >1000 LD50 >50 H L Brunstrom and
Reutergardh,
1986
Mallard PCB 77 LD50 >5000 LD50 >250 H L Brunstrom,
1988
a. Calculated using WHO TEFs (U.S. EPA, 1998b).
For adverse effect, A= adult mortality; B = reguctive behavior; D = defoiities; F = female fertility; G = chick growth; H = hatching success;

| = immunological changes; M = male ifity; P = egg poduction; S = population size or reproductivecass; T = egg shell thinning. Data are
organized by the general rank order of sensitivity as TCDD-eq toxicity values (most to least sensitive species). [
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3.6 CONCLUSIONS

The results of this review support the following
conclusions.

> PCBs cause a number of adverse effects in birds
that meet the NRDA definitions of injuryPCB-
caused adverse changes in viability in birds can
include death, disease, behavioral abnormalities,
physiological malfunctions, and physical deformities.
Increasing PCB exposure results in an increase in
the number and severity of effects from EROD
induction to embryotoxicity to adult mortality
(Figure 3-6).

4

Laboratory and field studies have shown that
exposure of birds to PCBs causes a suite of toxic
effects:

EROD induction

Embryomortality/
teratogenesis
impaired behavior

Reduced chick
growth

Adult mortality

Figure 3-6. Increasing PCB

exposure results in an increase in

= At high doses, PCBs may cause death in
adult and juvenile birds (summarized by
Prestt et al., 1970; Dahlgren et al., 1972b;
Barron et al., 1995).

the number and severity of
adverse effects in birds.

= At lower exposures, PCBs may cause death in avian embryos (Barron et al., 1995).

= Sublethal effects of PCBs can include reproductive and developmental toxicity:
(1) altered reproductive behavior, (2) reduced fertility and egg production,
(3) reduced or delayed chick growth. PCB effects also include subtle neurological
effects such as impaired avoidance behavior (Dahlgren et al., 1972b).

= P450 induction is the most consistently sensitive in vitro measure of PCB
exposure, but P450 activity (e.g., EROD) can be inhibited at higher exposure

concentrations (Lorenzen et al., 1997).

= Eggshell thinning does not appear to be caused by PCB exposure (Peakall and
Lincer, 1996), except at high dietary concentrations (e.g., 105 mg/kg wet weight;

Haseltine and Prouty, 1980).

= Depending on the dose and exposure scenario, PCBs and related contaminants
may act as estrogen or thyroxine agonists or antagonists or may alter circulating
hormone levels (McKinney et al., 1985; Gilbertson et al., 1991).
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= Field studies have associated PCB exposure in birds with increased EROD,
decreased thyroxine in plasma, decreased hepatic retinoid levels, increased relative
liver weight, decreased head and femur size in hatchlings, reduced embryo growth,
and delayed hatching (Hoffman et al., 1986; Van den Berg et al., 1994; Bosveld
et al., 1995).

> PCBs in eggs cause toxicity at low parts-per-million concentrations of total PCBs
(Table 3-6):

= Although there is much variability in species sensitivity, toxicity thresholds for total
PCBs in the eggs of sensitive bird species range upward from 5 to 10 mg/kg egg,
resulting in reproductive malfunctions, embryo mortality, and embryo deformities.

> PCBs in eggs cause toxicity at low, or sub parts per billion, concentrations as TCDD-
eq in eggs (Table 3-7):

= Toxicity thresholds for TCDD-eq in the eggs (NOECs, LOECs) of many bird
species range from 0.2 to 10 pug/kg egg, resulting in reproductive malformations,
embryo mortality, and deformities.

In conclusion, PCBs cause multiple adverse effects in bird species, including death, deformities,
and reproductive malfunctions. Low mg/kg wet weight concentrations of total PCBs in eggs and
low ppb concentrations of TCDD-eq in eggs can cause embryo mortality, malformations, and
impaired reproduction.




CHAPTER 4
PCB EXPOSURE IN ASSESSMENTAREA BIRDS

4.1 INTRODUCTION

This chapter presents information on the exposure of assessment area birds to PCBs. Exposure is
characterized using data on PCB concentrations measured in the tissues of bird species nesting in
the Fox River/Green Bay assessment area. The purpose of this chapter is to determine if
assessment area birds have been exposed to PCBs and the likelihood that their exposure levels
may have been sufficient to result in injuries. The occurrence of injuries to birds in the assessment
area is assessed in the following chapters of this report.

Our approach in this chapter is as follows:

> We compare PCB tissue residues in assessment area birds to those from reference areas to
determine whether assessment area birds have been exposed to elevated PCB
concentrations.

> We evaluate PCB tissue residues in assessment area birds over time to characterize

temporal trends in PCB exposure.

> We compare PCB tissue residues in assessment area birds to ranges of PCB
concentrations shown to cause toxicity in laboratory or field studies. These comparisons
provide information regarding the likelihood that PCBs have caused adverse effects in
assessment area birds.

Figure 4-1 depicts the pathways by which assessment area birds can be exposed to PCBs. Because
PCBs accumulate in biota and “biomagnify” in the food chain, the dietary pathway is the primary
route by which birds are exposed. Also, of the birds that nest and feed on and near the assessment
area, piscivorous species (i.e., those that consume fish) and predatory species (i.e., those that
consume other birds) are expected to be most highly exposed to PCBs, since their food items are
more highly contaminated with PCBs.

Exposure analysis is a fundamental component of pathway determination. The NRDA regulations
indicate that confirmation of biological pathways can be characterized by direct measurement of
the hazardous substance in tissues of exposed organisms [43 CFR 811.63(f)(4)(i)]. Thus, using
measurements of PCBs accumulated in bird tissue is the most direct method of confirming
exposure, as it takes into account such factors as contaminant bidlayaftataging areas,
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Predatory Birds
” (e.g., bald eagles)

Piscivorous Birds Omnivorous Birds
(e.g., terns, cormorants) Piscivorous Fish (e.g., herons)

Insectivorous Birds Dabbling Ducks
and Diving Ducks (e.g., mallard)

Forage Fish Amphibians

Invertebrates

Aquatic Plants

A
A

Surface Water Sediment

Figure 4-1. Generalized PCB exposure pathways for assessment area birds.

and contamination of prey items. More detailed pathway evaluations for each bird species
assessed are presented in Chapter 5.

Numerous studies have been conducted on PCB concentrations in Green Bay bird tissues.

Figure 4-2 shows the locations in the assessment area at which bird tissues have been collected for
PCB analysis, and Table 4-1 lists the species and tissues (egg, adult, or chick) that have been
measured. Table 4-1 shows that more PCB concentration data are available for eggs than for adult
or chick tissue, and since egg PCB data can be used to assess the potential for embryo toxicity (a
sensitive PCB toxic endpoint), this chapter focuses on PCB concentration data in eggs.

1. The pathways by which PCBs are transported from Fox River paper company facility sooucgstti@ Fox
River, into Green Bay, and into assessment area fish tissue are described in a separate NRDA report.




PCBEXPOSURE INASSESSMENTAREA BIRDS » May 1999 4-3

;, N N\ UL\
e .\ ~_ \
—0 N NN N
% = NN\

\ ) ~ U

}\ \ i\ N \\

) \ TN h N

\ N b \\?\\

N\ N ; N
Y ) \ i
Gr} \-\ 5\ k“k—s
g/ ) £

&/ ! s(
4 T 1t
| gl &)

T e

Big Bay
De Noc
=

°Q

: ®
2| s 9
= . -
S L — 3 Herring gulls (&
N - D\ Washington .
=) - \\2 istand o §0
=, ] N $
Ny A
e A ¢
\? | ™~ \?
~ <\\ \\/—"\ N
TN ) S
N ™\ SN
/ NS )
A A\
7 RN e Chambére Breeding and migrating
(\\ Ve wx N Island waterfowl
\ 4 ~ - \Z
A Yo WA
\\ // /’/\\/
AN \‘ / — Y \\f’/}.
Y
y \\ . >
! — /
// : —
\\ ,/’/>/_\\x /4/')\’&“&0 R
&4 —~
o R
e .
L ES
S
\,—/ v i vl
= _/ Suanyico River
/( -
(\
{ )
AN {/ z“}‘ N
\ { A7 s
Loy 7 o
) J 5 4 Va ,‘5‘/\) N Forster's terns, common terns,
/ / S/ - .
A p / S N and black-crowned night herong
\ y / ) ) Rl
‘ { / / J S
N J/ ! ! )
Y // (. /
/) | S, y
v ¢ s J J
7 Y - Tree Swallows
_/"'/1\/ \\ N \\\ \—‘\
- N > \ NN
( \ NI e

Figure 4-2. Selected locations at which bird tissues have been collected for PCB
analysis.
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Table 4-1
Green Bay Assessment Area Birds and Their Life Stages
in Which PCBs Have Been Measured
Eggs/Embryos Adults Chicks
Double crested cormorant V2 VP Ve
Black-crowned night heron v v
Green heron Ve
Canada goose VP
Mallard VP /P
Pintail VP
Gadwall VP /P
Lesser scaup Ve
Greater scaup Ve
Common goldeneye Ve
Ruddy duck Ve
Bufflehead Ve
\White-winged scoter Ve
Canvasback Ve
Common merganser v
Red-breasted merganser v v
Bald eagle v /!
Herring gull v/
Ring-billed gull Ve
Little gull Ve
Common tern Ve vk
Forster’s tern /! /"
Caspian tern v v°
Black tern Ve
Tree swallow VP VP
Red-winged blackbird VX
Y ellow-headed blackbird v’ v’
Marsh wren V'S
a. Heinz et al., 1985;illitt et al., 1992; Wiliams et al., j- Bishop et al1,992; Pekarik et al., 1998.
1995a; Larson et al., 1996; T. Custer, USGS, pers. comm., k. Ankley et al., 1993.
1998; Custer et al., in press. l. Heinz et al., 1985; Kubiak et al., 1989; USFWS, 1993;
b. USFWS, 1993. Harris et al., 1993; Jones et al., 1993; Stratusl@ansy
c. Custer et al., 1997. unpublished data.
d. Custer and Custer, 1995; Rattner et al., 1993. m. Harris et al., 1993.
e. Heinz et al., 1985; Ankley et al., 1993; USFWS, 1993; n. Yamashita et al., 1993.
Hoffman et al., 1993; Stratus Consulting unpublished data. o. Mora et al., 1993.
f. Amundson, undated. p. C. Custer et H98.
g. White and Cromartie, 1977; Hé#see et al., 1981, g. USFWS, unpublished data.
USFWS, 1993; Wliams et al.,1995b; Heinz et al., 1994. r. Rattray, 1997.
h. Dykstra and Meyer, 1996. s. B. Harris, University of Wisconsin, Green Bay, pefs.
i. W. Bowerman, Lake Superior State University, pers. comm., 1999.
comm., June 1998.
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4.2 COMPARISON OF ASSESSMENTAREA BIRD PCB CONCENTRATIONS
TO REFERENCE AREA CONCENTRATIONS

In many of the studies of PCB concentrations in assessment area birds, the investigators also
collected and analyzed eggs from reference areas. Within each stildy,collection, handling,

storage, preparation, and analysis methods were used for both the assessment area and reference
areas. Therefore, these studies can be used for direct comparison of PCB concentrations between
the assessment area and reference areas.

Table 4-2 presents a comparison of bird tissue PCB concentrations in assessment and reference
areas from studies in which both were measured. The table shows that for all species and studies
where a statistical comparison was made between PCB concentrations in assessment and
reference area tissues, concentrations were significantly greater in tissues from the assessment
area. Mean assessment area PCB concentrations were up to approximately eight times greater
than reference area concentrations for species such as double-crested cormorant, black-crowned
night heron, and bald eagle. PCB concentrations in other species were two to five times greater in
the assessment area than in reference areas.

Many of the studies listed in Table 4-2 used different reference areas for comparison. Reference
areas used in studies of Caspian terns, common terns, and herring gulls are in northern Great
Lakes areas where no PCB point sources such as those of the Fox River paper companies are
present. Reference areas used in studies of Forster’s terns, mallards, bald eagles, tree swallows,
and red-winged blackbirds represent PCB exposure in inland Wisconsin. Reference areas used in
studies of black-crowned night herons and double-crested cormorants are distant from the Great
Lakes, reflecting lower PCB exposure in areas not influenced by Great Lakes PCB releases.
Regardless of the reference area used, Table 4-2 demonstrates that PCB concentrations in birds
from the Fox River/Green Bay assessment area exceed those in the reference areas.

4.3 TEMPORAL TRENDS IN PCB EXPOSURE

Because releases of PCBs into the Fox River/Green Bay environment have not been constant over
time, exposures of assessment area birds to PCBs have also varied over time. Characterizing
temporal trends in PCB exposure of assessment area birds helps define the time span over which
injuries have occurred. The Canadian Wildlife Service has collected herring gull eggs from Big
Sister Island in Green Bay (along the eastern shore; see Figure 2-4) almost every year since 1972
as part of regular monitoring of contaminant concentrations in the Great Lakes (Bishop et al.,

1992; Pettit et al., 1994; Hughes et al., 1998; Pekarik et al., 1998). This dataset is the most
complete dataset available with which to evaluate temporal trends in Green Bay bird PCB
exposure.

Figure 4-3 plots the PCB concentrations measured in Big Sister Island herring gull eggs from
1971 through 1996 (Hughes et al., 1998). Also included in the plot is an estimate of PCB




Table 4-2
Comparison of PCB Concentrations in Bird Tissues from the Assessment and Reference Areas

Mean PCB Concentration
(mg/kg wet weight, wet weight) Statistically Higher
Assessment | Reference in Assessment
Species Tissue Area Area Area?? Reference Area Source
Double-crested cormorant Egg 7.8 1.0 Yes Lake Winnipegosid,arson et al., 1966
Manitoba
Egg 5.3-14.8 0.8 Yes Lake Winnipegosis,|Tillitt et al., 1992
Manitoba
Black-crowned night Whole- 9.3 1.1 Yes Chincoteague NWR, |Rattner et al., 1993
heron body Virginia
Herring gull Egg 104.2 51.4 Yes Lake Superior Biwop et al.;1992
Forster’s tern Egg 19.2 4.6 Yes Lake Bygan, WI Kubiak et al.1989
Common tern Egg 10.0 4.0-4.7 Yes N. Lake Michigan Hoffman et al., 1993
Caspian tern Egg 36.2 18.5-30.9 Yes N. Lake Huron Struger and Weseloh,
1985

Egg 10.8 5.6-10.0 NA N. Lake Huron Yamashita et al., 1993

Egg 15.8 8.6-14.5 NA N. Lake Huron Ewins et al., 1994

Plasma 3.5 1.0-1.4 Yes N. Lake Huron Mora et al., 1993
Mallard Muscle 0.43 0.19 Yes Inland Wisconsin Anmmdson, undated
Bald eagle Egg 35 4.3 Yes Inland Wisconsin Dykstra and Meyer, 19
Tree swallow Egg 3.2 0.3 Yes Lake Poygan, WI Custer et d1998
Red-winged blackbird Eqgg 1.1 0.3 NA Inland Wisconsin Ankley et al., 1993

a. Statistical significance as reported by study authors. In all cases significance was determif@e@mat p <

NA = study authors did not conduct statistical tests, and raw data are not available to use in conducting tests.
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Figure 4-3. Estimated PCB emulsion use at Appleton Paper (solid bars) and mean PCB

concentrations in herring gull eggs (plus or minus 1 SD) from Big Sister Island, Green Bay.
PCB emulsion use is expected to closely match the temporal pattern of direct PCB discharges from paper
companies into the Fox River (G. Amendola, Amendola Engineering, Inc., personal commuri®&8ynPCB
emulsion use data from G. Amendola (personal communication, 1999). Herring gull datauffoes ldt al.
(1998).

emulsion use by Appleton Paper, which is on the Fox River. The timeframe for direct PCB
discharges into the Fox River is expected to closely match the timeframe of PCB emulsion use by
Appleton Paper (G. Amendola, Amendola Engineering, Inc., personal communication, 1999).
Direct PCB releases increased from 1954 to 1969 and dropped dramatically from 1970 to 1971,
when PCB use in carbonless copy paper was discontinued (G. Amendola, Amendola Engineering,
Inc., personal communication, 1999). PCB concentrations in Big Sister Island herring gull eggs
were highest when they were first measured in the early 1970s, with mean concentrations of
approximately 170 mg/kg wet weight. Concentrations dropped from the early 1970s through the
mid-1980s, reaching a mean concentration of approximately 30 mg/kg wet weight. Since the mid-

2. Direct releases into the Fox River did continue after 19Houwah the estimated mass of PCBs released was
much less than that released before 1971 (Wisconsin DNR, 1998a). In addition, re-releases of PCBs from
contaminated river and bay sediments continue (DePinto et al., 1994).
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1980s, PCB concentrations have sizdd or are declining only very slightly, with concentrations
varying within the approximate range of 15 to 40 mg/kg wet weight.

Figure 4-4 shows the Big Sister Island herring gull egg PCB data broken into two time segments:
1971 to 1982, and 1983 to 1996. A comparison of the two plots shows that before 1983, PCB
concentrations were clearly declining. Since approximately 1983, the decline has reached a
plateau, although there is an almost significant negative trend (r = 0.5, p = 0.07).

Comparison of the PCB loadings to the herring gull data (Figure 4-3) indicates that the decline in
herring gull PCB concentrations followed the sharp reduction in paper company releases in 1971.
Following the decline in paper company direct releases, herring gull PCB concentrations
decreased, although not as rapidly. Since PCBs do not degrade readily in the environment
(Erickson, 1997), they remain in the system for many years following initial release. This is
reflected in the fact that the decline in herring gull PCB concentrations lagged behind the drop in
loadings to the system, and that since the initial decline, concentrations have stabilized or are
declining at a much lower rate. Figures 4-3 and 4-4 indicate that it took approximately 15 years
for PCB concentrations in Green Bay herring gulls to respond fully to the sharp reductions in
direct PCB loadings. Following the initial 15-year response, PCB concentrations have now
stabilized at levels that reflect a state where direct PCB loadings are much lower than in the past,
but PCBs stored in the system continue to result in exposure to biota.

Piscivorous birds in the assessment area, including herring gulls, feed on a variety of forage fish
species (Ludwig and Ludwig, undated report a; Ewins et al., 1994). Figures 4-5 and 4-6 show
PCB concentrations measured over time in yellow perch and alewife, respectively, in Green Bay.
These forage fish data, although not as complete as the herring gull data, show a temporal pattern
similar to that observed in Green Bay herring gulls. PCB concentrations were higher in the 1970s
and have remained relatively constant or have declined slightly since the mid-1980s. Therefore,
PCB exposure and accumulation for other assessment area piscivorous birds is expected to follow
the pattern observed for herring gulls: a decline through the 1970s until approximately the early
1980s, and a stéikation of PCB concentrations since then. For example, Figure 4-7 shows such

a pattern for red-breasted mergansers in the assessment area.

4.4 COMPARISON TO ToXIC EFFECTS RANGES

In this section, PCB concentrations measured in eggs of Green Bay birds are compared with
toxicity threshold values obtained from the literature. The purpose of the comparison is to
evaluate whether the PCB concentrations measured in Green Bay bird eggs are at or above
concentrations shown to cause adverse effects. Because of uncertainties in applying toxic
thresholds obtained from literature studies, such as differences in species studied, mode and
timing of PCB dosing, differences in environmental mixtures of PCBs, toxic endpoints examined,
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Figure 4-4. Mean and maximum and minimum PCB concentrations in Big
Sister Island (Green Bay) herring gull eggs from (a) 1971 to 1982 and

(b) 1983 to 1996.
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Figure 4-5. Total PCB concentrations measured in Green Bay yellow perch tissugach point
represents a separate fish sample.
Data sources: Connolly et al992; Wisconsin DNR, 1971-1995.

and the presence or absence of other stressors (e.g., other contaminants, environmental stressors),
this comparison is not, in itself, a definitive determination of injury. However, it provides an

indication as to whether PCB concentrations in Green Bay birds may be sufficient to cause

adverse effects. A detailed evaluation of field studies examining actual adverse effects in Green

Bay birds is presented in Chapter 5.

The comparison presented in this section is similar todharld quotient approach used in

ecological risk assessment (e.g., U.S. EPA, 1998a). Hazard quotients are calculated as the ratio of
exposure concentrations to toxicity threshold concentrations. Hazard quotients greater than one
mean that contaminant exposure is at levels above toxic thresholds, thereby indicating risk.
Although we do not actually calculate hazard quotients in this analysis, our approach is analogous
to the hazard quotient approach.




PCBEXPOSURE INASSESSMENTAREA BIRDS » May 1999 4-11

180
®
160
k=)
o
= 140
(@)
v
D
e 120
6]
~R
0 100
|_
qu_) [
§ 80 PY
Q °
<C
c 60 o
[ ]
(2]
m ® °
O 40 L L4
o []
— [ 1
S 20 g .
8 20 $
-
| | | | | | | |
[ee] [ (o] [aN]
g 2 & 2 2 8 g g
— — — — — — — —
Year

Figure 4-6. Total PCB concentrations measured in Green Bay alewife tissugach point

represents a separate fish sample.
Data sources: Connolly et al992; Wisconsin DNR, 1971-1995.

Green Bay bird egg PCB exposure data are available for both total PCBs and individual
congeners. In the following analysis, total PCB concentrations measured in eggs are compared
directly with the results of laboratory and field studies that quantified egg exposure as total PCBs.
Measured PCB congener concentrations are converted to TCDD-eq and compared with toxicity
studies that expressed exposure as TCDD or TCDD-eq concentration. Because individual PCB
congeners can vary greatly in both their potency and relative concentrations in environmental
samples, using TCDD-eq accounts for variations in congener potency and concentration that are
not considered with total PCBs. WHO avian TEFs, which are TEFs developed by an international
group of toxicology experts for use in avian risk assessments, were used to calculate TCDD-eq
from congener concentrations (Van den Berg et al., 1998) (Table 3-4). Not all of the PCB
congeners that have measurable TCDD-like effects (i.e., have nonzero TEFs) were measured in all
of the Green Bay bird egg samples, leading to an underestimation of TCDD-eq. On the other
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Figure 4-7. Mean PCB concentrations in red-breasted merganser eggs from Green Bay
between 1968 and 1990.
Data sources: White and Cromartie, 1977; Haseltine et al., 1981; Heinz et al., 1983; Williams et al., 1995b

hand, the calculation of TCDD-eq from congener concentrations assumes strict additivity of
TCDD-like congener effects and does not take into account possible antagonism (Bosveld, 1995),
although effects appear to be close enough to additive to justify the TEF approach in risk
assessment (Van den Berg et al., 1998). Finally, only PCB concentrations measured in Green Bay
bird eggs since 1983 are included, since the annual survey of Green Bay herring gull eggs and data
on PCBs in Green Bay red-breasted mergansers (Figures 4-3, 4-4, and 4-7) show that PCB
concentrations prior to the mid-1980s weilt édclining. Therefore this analysis underestimates
pre-1983 effects.

Based on the values shown in Tables 3-6 and 3-7, egg total PCB concentrations of between
approximately 5 and 10 mg/kg egg (wet weight) may result in adverse effects in sensitive wild
bird species. This range is used as an overall estimate of the range at which toxic effects may
begin to be seen in wild birds. Below 5 mg/kg wet weight total PCBs in eggs, effects appear to be
unlikely. At and above this range, adverse effects are likely for at least sensitive wild bird species.
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The adverse effects to birds documented as occurring at and above this range include reduced
reproductive success, deformities, and behavioral abnormalities. It should be noted that
concentrations of less than 5 mg/kg wet weight total PCBs in eggs have been shown to cause
reduced hatching success in the domestic chicken. However, because the chicken is more sensitive
to PCB toxicity than any wild bird species tested to date (Bosveld, 1995), it was not included in

the derivation of the toxic threshold range so that the threshold is more relevant for bird species

of concern in Green Bay.

From the information presented in Table 3-7, 200-10,000 pg TCDD-eqg/kg egg (wet weight) is a
representative toxic effects range. As with total PCBs, this range represents concentrations below
which toxicity appears to be unlikely, and within and above which adverse effects to many species
have been documented. Again, this range does not incorporate data for the chicken, which is
much more sensitive than any wild bird species tested to date.

Data on total PCB exposure in assessment area bird eggs are shown in Figure 4-7 for red-breasted
mergansers, Figure 4-8 for double-crested cormorants, Figure 4-9 for common terns, Figure 4-10
for Forster’s terns, Figure 4-11 for Caspian terns, and Figure 4-12 for bald eagles. Data shown

are for eggs collected from Green Bay, ranging from the inner bay (common and Forster’s terns)

to the outer bay (Caspian terns and bald eagles). In all the figures the mean total PCB
concentrations reported are presented, and in some cases the minimum and maximum values were
also available and are plotted.

Figures 4-7 through 4-12 show that for all six of these spepiesagetotal PCB concentrations
measured in eggs after 1983 are within or above the 5-10 mg/kg range. These data indicate that
the total PCB concentrations measured in eggs of red-breasted mergansers, double-crested
cormorants, common terns, Forster’s terns, Caspian terns, and bald eagles within the assessment
area are within or, in some cases, exceed the range where adverse reproductive effects have been
reported in sensitive species.

Figure 4-13 shows TCDD-eq concentrations calculated from PCB congener measurements made
in assessment area bird eggs. PCB congener measurements (including coplanar congeners) are
available for red-breasted mergansers, double-crested cormorants, common terns, and Forster’s
terns. PCB congener data were converted to TCDD-eq using both the WHO Avian TEFs (Van
den Berg et al., 1998). For each species, all assessment area congener data since 1983 are
combined. The sources of the congener data used in Figure 4-13 are listed in Table 4-3.

Figure 4-13 shows that the average TCDD-eq concentrations in eggs of all of the species are
within or exceed the 200-10,000 pg TCDD-eq/kg egg (wet weight) toxic effects range for
sensitive species derived from Table 3-7. These data are consistent with the total PCB data, and
indicate that the mixture of PCB congeners in assessment area bird eggs is of sufficient potency
and concentration to potentially cause adverse effects.
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Figure 4-8. Total PCB concentrations measured in assessment area double-crested

cormorant eggs, 1983-1996Gee Table 4-1 for data sources.

4.5 CONCLUSIONS

The information presented and evaluated in this chapter supports the following conclusions:

> Numerous species of birds throughout the assessment area are exposed to PCBs. The
primary route of exposure for most assessment area bird species is dietary.

> PCB concentrations measured in the tissues of assessment area bird species are statistically
significantly greater than concentrations measured in reference areas. Every species tested
has been found to have greater concentrations in the assessment area, including double-
crested cormorant, black-crowned night heron, herring gull, Forster’s tern, common tern,
Caspian tern, mallard, bald eagle, tree swallow, and red-winged blackbird.
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Figure 4-9. Total PCB concentrations measured in assessment area common tern eggs,
1983-1996See Table 4-1 for data sources.

> PCB exposure of assessment area birds, as measured by PCB accumulation in bird tissue,
was greatest in the early 1970s (the first dates for which data are available), declined
through the 1970s and through the early 1980s, and has remained relatively stable since
then.

> Total PCB concentrations measured in eggs of assessment area red-breasted mergansers,
double-crested cormorants, common terns, Forster’s terns, Caspian terns, and bald eagles
from 1983 to 1996 are within or, in many cases, exceed the range where adverse
reproductive effects have been reported in sensitive species.

> TCDD-eq concentrations calculated from PCB congener concentrations measured in
assessment area bird eggs are within or exceed a TCDD-based toxicity threshold range.
These data indicate that assessment area bird eggs contain a mixture of PCB congeners of
sufficient potency and concentration to cause adverse effects.
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Figure 4-10. Total PCB concentrations measured in assessment area Forster’'s tern eggs,
1983-1996 See Table 4-1 for data sources.
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Figure 4-11. Total PCB concentrations measured in assessment area Caspian tern eggs,
1983-1996 See Table 4-1 for data sources.
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Figure 4-12. Total PCB concentrations measured in assessment area bald eagle eggs, 1986-
1997.See Table 4-1 for data sources.
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Figure 4-13. PCB TCDD-eq concentrations in assessment area bird eggs, 1983-1996.
TCDD-eq concentrations are calculated from measured PCB congener concentrations using the WHO Avian
(U.S. EPA, 1998b) and Kennedy et al. (1996a) TEFs. See Table 4-3 for data sources.
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Table 4-3
Sources of Assessment Area PCB Congener Data in Bird E§gs
Species Year of Collectionf  Number of Samples Source
Red-breasted 1990 12 Williams et al., 1995a
merganser
Double-crested 1988 pool of 18 eggs Yamashita et dl993
cormorant 1989 11pools of 33 eggs | Wiams et al., 1995a
1994-1995 10 Custer, pers. comm., 1998
Common tern 1988 2 Ankley et al., 1993
1996 6 Appendix B of this report
Forster’s tern 1982 2 Smith et al., 1990
1983 6 Kubiak et al., 1989
1988 5 Harris et al., 1993
1989 5 Jones et al., 1993
1996 6 Appendix B of this report

a. Only studies that included analysis of nonortho congeners (e.g7F®EB 81, PCB 126, PCB 169) weg

used.




CHAPTER 5
| NJURY EVALUATION

The previous chapter demonstrated that birds in the assessment area have been exposed to PCBs
and that concentrations of PCBs measured in their tissues have exceeded concentrations that are
reported to result in toxicological effects in sensitive species. In this chapter, we evaluate evidence
from field studies that birds in the assessment area have suffered adverse effects as a result of
PCB exposure. The species for which injuries are assessed are Forster’s, common, and Caspian
terns (Section 5.1); double-crested cormorant (Section 5.2); black-crowned night heron

(Section 5.3); tree swallow (Section 5.4); red-breasted merganser (Section 5.5); and bald eagles
(Section 5.6). These species are evaluated because of the field data available on adverse effects in
the assessment area. However, it is emphasized that, with the exception of tree swallows, these
birds are representative of a broader guild of birds for which fish are an important dietary
component. This guild also includes other species that inhabit Green Bay, such as great blue
herons, green-backed herons, white pelicans, ospreys, and gulls.

Assessment of injury to waterfowl according to the injury definitions related to exceedences of
PCB tolerance levels or establishment of waterfowl consumption advisories is addressed in
Chapter 6.

51 FORSTER’S, COMMON , AND CASPIAN TERNS
5.1.1 Status and Ecology in Green Bay

Forster’'s, common, and Caspian terns arrive at their nesting colonies in Green Bay in April and
May and depart for their winter habitats in the southern United States and Central and South
America in September and October (Ludwig, 1965; Burger and Gochfeld, 1991). Their nesting
areas are usually on islands, where they are safe from land-based predators such as raccoons,
foxes, and mink (Burger and Gochfeld, 1991). In the assessment area, the primary nesting areas
for Forster’s terns currently are the Confined Disposal Facility (CDF) near the mouth of the Fox
River, Long Tail Point (approximately 3 miles from the mouth of the Fox River along the western
shore of the bay), and Oconto Marsh (at the mouth of the Oconto River on the western shore of
the bay). Common terns nest on the CDF, and Caspian tern colonies are located on Gravelly and
Gull islands (between northern Green Bay and Lake Michigan) (see map, Figure 2-4).
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Population Status in Green Bay

In 1935, Forster’s terns were rare breeders in Wisconsin (Mossman, 1988). The first annual
statewide census in 1978 found 136 pairs nesting in Green Bay. This total increased to 435 pairs
by 1987. The lack of rigorous census data before the late 1970s makes it difficult to evaluate
long-term population changes of Forster’s terns in Green Bay. The only conclusion that is
supported by the data is that the population increased between the late 1970s and the late 1980s.
The State of Wisconsin listed the Forster’s tern as endangered in 1979 (Mossman, 1988).

The Green Bay breeding population of common terns also increased over the same time period
(late 1970s until the late 1980s). In 1979 there were 60 pairs breeding in Green Bay, and in 1986
there were 600 pairs (Matteson, 1988). Most of this increase took place between the 1984 and
1985 censuses (66 to 427 pairs). This rapid rate of increase could not have been supported by
local productivity alone and must have been at least partly caused by immigration from outside of
the area. Data on Green Bay common tern populations before this period of increase are sparse,
but there is some evidence for a breeding population of several hundred pairs in the 1940s
(Matteson, 1988). The State of Wisconsin listed the common tern as endangered in 1979
(Matteson, 1988).

Caspian tern breeding numbers in Green Bay and Lake Michigan have also increased over the last
20 years. In 1977 and 1978 there were 602 nests on Gravelly and Gull islands; by 1991, there
were over 1,000 nests (Ewins et al., 1994). This increase is part of a general increase in the Great
Lakes Caspian tern metapopulation, which has grown by at least 90% since the late 1970s (Ewins
et al., 1994). The State of Wisconsin listed the Caspian tern as endangered in 1989 (Matteson,
1993).

5.1.2 Pathway and Exposure Analysis

Data presented in Chapter 4 of this report show that Forster’s, common, and Caspian terns in the
assessment area have been exposed to elevated concentrations of PCBs relative to birds collected
from reference areas. The purpose of the supplemental pathway analysis presented in this section
is to identify the environmental components through which this exposure has occurred.

Specifically, we address the following questions: What are the principal prey items of the three
species? Where do the species feed? Are their prey items contaminated with PCBs?

Diets and Foraging Areas

Forster’'s, common, and Caspian terns are mainly piscivorous (Salt and WWli@dd,Cramp,

1985; Burger and Gochfeld, 1991; Fraser, 1994). Although few data quantitatively describe their
diets in Green Bay, several studies carried out elsewhere in the Great Lakes provide evidence of
their probable diets in the assessment area.
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Fraser (1994) found that during courtship feeding and chick provisioning, Forster’s terns at Lake
Osakis, Minnesota, mainly ate yellow perch, shiners, and sunfish. Most of these fish were 7 cm or
less in length. Trick (1982) reported that Forster’s terns in Green Bay generally forage in littoral
areas (i.e., areas of shallow water) adjacent to marshes or coastlines. This was also true at Lake
Osakis, where Fraser (1994) found that Forster’s terns generally foraged over shallow water
within 5-20 m of the shore. At Lake Osakis, Forster’s terns generally foraged within 5 km of the
breeding colony (Fraser, 1994). While foraging distance is likely to be affected by site-specific
factors such as the size of the water body, shoreline configuration, and the spatial distributions of
feeding and nesting sites, foraging close to the colony is also likely to apply to Foster’s terns in
Green Bay.

In Lake Ontario, 90% of the diet of breeding common terns was alevileesa(

pseudoharengisind smelt @smerus mordgxwhereas in Lake Erie, smelt, emerald shiners
(Notropis atherinoides and trout-perchRercopsis omiscomaygusere the main items

(Courtney and Blokpoel, 1980). During 1990 and 1991, the diet of breeding common terns on
Lake Erie was dominated by smelt and emerald shiner (Burness et al., 1994). Common terns also
typically forage within a few kilometers of the breeding colony (Cramp, 1985; Burness et al.,
1994). Birds nesting on the Green Bay CDF would probably obtain most of their food locally and
within a few kilometers of the mouth of the Fox River.

Data have been reported on the diets of Caspian terns in Green Bay. Ewins et al. (1994) collected
31 regurgitated pellets from the vicinities of nests on Gravelly Island in 1991. All pellets contained
the remains of alewives, 10% contained smelt, and 3% contained centrarchid remains. Using
pellets to investigate avian diet can be difficult (e.g., Ewins et al., 1994); however, it seems likely
that the diets of adult Caspian terns (the pellets were collected before chick hatching) nesting at
Gravelly Island in 1991 comprised, in large part, alewives. Alewives and smelt have been shown

in other studies to be important components of Caspian tern diet in Lake Michigan waters

(Ludwig, 1965). No data have been reported on the foraging ranges of Caspian terns breeding in
the assessment area, or elsewhere in the Great Lakes. However, given their larger body size, their
foraging ranges may be larger than those of common or Forster’s terns.

PCBs in Prey Items

Whole-body PCB concentrations in alewives, gizzard shad, and smelt were measured in 1989 as
part of the development of the Green Bay Mass Balance Model (Connolly et al., 1992). Fish were
collected from six zones (Figure 5-1) within the assessment area: the Fox River, the eastern and
western halves of the inner bay from the Fox River mouth to Little Tail Point (approximately

10 miles north of the Fox River mouth), the eastern and western halves of the inner bay from
Little Tail Point to Chambers Island, and the outer bay (beyond Chambers Island).

Figures 5-2, 5-3, and 5-4 show mean total PCB concentrations measured in the three forage fish
species. In general, mean concentrations were higher for gizzard shad and alewives, which are
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Figure 5-1. Forage fish sampling zones in 1989.
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Figure 5-2. Total PCB concentrations in Green Bay gizzard shad, 1988ars equal means plus
or minus 1 standard deviation. Data from Green Bay Mass Balance Model (Connoll§@22).,

relatively lipid-rich (Rottiers and Tucker, 1982; Oliver anidmy 1988), than for smelt. A general
spatial pattern of decreasing concentrations with increasing distance from the Fox River is also
evident (i.e., from zones I to IV). Concentrations in alewives also appear to be higher along the
eastern shore of the bay (zones IIB and 11IB) than along the western shore (zones IIA and Il1A).
This spatial pattern of PCBs in forage fish is consistent with that observed in sediment and is
indicative of the Fox River being the primary source of PCBs to the bay (Manchester-Neesvig

et al., 1996). Aimilar PCB concentration gradient has been observed in young-of-the-year

littoral fishes collected from wetlands and beaches along Green Bay (Bruzner and DeVita, 1998).
The forage fish data indicate that piscivorous bird exposure to PCBs in prey items tends to
decrease with distance from the Fox River, yet is elevated throughout the bay. These data confirm
that piscivorous birds in the assessment area are exposed to PCBs in their diet.
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Figure 5-3. Total PCB concentrations in Green Bay alewives, 198%ars equal means plus or
minus 1 standard deviation. Data from Green Bay Mass Balance Model (Connolly:@92).,

Evidence of PCB Uptake

Harris et al. (1993) monitored PCB concentrations in Forster’s tern chicks on the Kidney Island
CDF from hatching to fledgling. They found that the PCB concentration during this rapid growth
period remained relatively constant, showing that the chicks were ingesting PCBs at a rate
sufficient to keep pace with the increase in body weight. These data demonstrate that Forster’s
tern chicks were being fed PCB-contaminated food.

5.1.3 Field Studies of Injuries to Green Bay Terns

Forster's Tern

Field study descriptionsTwo sets of studies of the potential effects of contaminants on the
reproduction of Forster’s terns in Green Bay have been performed.




INJURY EVALUATION » May 1999 5-7

1600 1

1400 1

1200 |

1000 [

800

600 [

400

PCB Concentrations (1g/kg, wet weight)

200 1 o

0 .

D
<

s @ K

g

Location

Figure 5-4. Total PCB concentrations in Green Bay smelt, 198Bars equal means plus or minus
1 standard deviation. Data from Green Bay Mass Balance Model (Connollyl&og)),

Hoffman et al. (1987) and Kubiak et al. (198®)these companion studies, contaminant
concentrations, reproductive performance, deformity rates, and biochemical responses were
compared between Forster’s terns nesting in Oconto Marsh, Green Bay (at the mouth of the
Oconto River) and Forster’s terns nesting at Lake Poygan, Wisconsin, an inland lake located in
the Fox River drainage upstream of paper company PCB sources. Reproductive performance (but
not contaminants, deformity rates, or biochemistry) was also monitored in Forster’s terns nesting
on Long Tail Point in inner Green Bay. The field work was performed in 1983.

Six tern eggs were analyzed for contaminants from both the Oconto Marsh (Green Bay) and Lake
Poygan (reference) colonies. Eggs from the Oconto Marsh colony had a mean PCB concentration
of 19.2 mg/kg wet weight (median of 22.2 mg/kg wet weight), and the Lake Poygan eggs had a
mean of 4.6 mg/kg wet weight (median 4.5 mg/kg wet weight). The mean PCB concentrations
between eggs from the two colonies were reported as being significantly different (p < 0.05). No
egg contaminant data were collected for the Long Tail Point (Green Bay) colony.
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In a companion paper to Kubiak et al. (1989)itfTet al. (1993) reported results of H4IIE
bioassays on Green Bay and Lake Poygan Forster’s tern eggs. The Green Bay eggs averaged
214.5 pg/g TCDD-EQ, compared to 23.4 pg/g TCDD-EQ at Lake Poygan. This difference was
reported as being statistically significant.

The reproductive successes of the colonies are summarized in Table 5-1. Egg hatching rates were
significantly lower in the Green Bay colonies than in the Lake Poygan colony. Of the eggs
monitored, 40% and 55% hatched successfully at the Oconto Marsh and Long Tail Point colonies,
respectively, whereas 88% of the eggs laid at the Lake Poygan site hatched. The percentage of
nesting pairs that produced at least one fledgling was also lower in the Green Bay colonies, as was
the average number of fledglings produced per nest. The reproductive success of terns at the
Long Tail Point colony was intermediate between that of the Oconto Marsh and Lake Poygan
colonies.

Table 5-1
Reproductive Success of Green Bay and Reference Colonies of Forster's Terns

Mean PCB
Concentration Percent of Nesting
(n =6, mg/kg, Percent of Eggs Pairs that Were Number of
Colony wet weight) that Hatched Successftl Fledglings/Nest

Oconto Marsh 19.2 40% 0% 0
(Green Bay) (14/35) (0/12)
Long Tail Point —b 55% 42% 0.58
(Green Bay) (18/33) (5/12)
Lake Poygan 4.6 88% 91% 1.55
(reference) (30/34) (10/11)

Source: Kubiak et al., 1989.

a. Successful means producing at least one fledgling. Only pairs from which no eggs were removed or
exchanged are included.
b. No chemistry measurements were made at this colony.

The causes of the reduced hatching success in the Green Bay colonies were investigated using a
combination of laboratory incubation of eggs collected at Oconto Marsh and Lake Poygan and
field experimentation in which eggs were transferred between the colonies. In laboratory
incubators, only 37% of the 19 Oconto Marsh eggs hatched, compared with 75% of the 20 Lake
Poygan eggs. This statistically significant difference indicates that factors that were intrinsic to the
eggs themselves affected hatchability under controlled conditions. Our own statistical analysis of
the Kubiak et al. (1989) data showed that the hatching success rates in the incubators did not
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differ significantly from those in the natal colonies in the figiti£ 1.45 and 1.64, respectively;
p > 0.25, 1 df).

In the egg transfer experiment, Kubiak et al. (1989) found that eggs removed from the Oconto
Marsh colony and incubated by Lake Poygan adults had a significantly higher hatching success
rate (94%) than Oconto Marsh eggs incubated in their natal colonies (55%), or in the laboratory
(37%). This indicates that factors extrinsic to the eggs themselves were also important in reducing
hatching success in Green Bay. This conclusion is supported by the fact that eggs transferred from
the Lake Poygan colony to Oconto Marsh had a significantly lower hatching success (11%) than
Lake Poygan eggs incubated by Lake Poygan adults (88%) or in the incubator (75%). These
results are summarized in Table 5-2. The most plausible explanation for this extrinsic effect is that
the reproductive behavior of the Oconto Marsh adults was less likely to result in a successful
reproductive outcome than the reproductive behavior of Lake Poygan adults.

Table 5-2
Percent Hatching Success Results of Forster’'s Tern Egg Transfer
and Laboratory Hatching Study

Colony Where Eggs Incubated
Source Colony Lake Pygan Oconto Marsh Laboratory
Lake Poygan 88% 11% 75%
Oconto Marsh (Green Bay) 94% 55% 37%

Source: Kubiak et al., 1989.

Additional evidence that the reproductive performance was poorer in the Green Bay colonies was
provided by data on incubation periods and nest abandonment rates. Oconto Marsh eggs took
4.6 days longer than Lake Poygan eggs to hatch in the laboratory. In the field, Oconto Marsh
eggs incubated by their own parents took significantly longer to hatch (by 8.2 days) than Lake
Poygan eggs incubated by their own parents. There was no difference in the time required for
incubation between Lake Poygan eggs hatched in the natal colony and those hatched in the
laboratory incubator. From these data, Kubiak et al. (1989) concluded that “about half of the
longer incubation period for dirty eggs in the field . . . must have been due to intrinsic factors and
about half to extrinsic factors.”

In a companion study to Kubiak et al. (1989), Hoffman et al. (1987) reported incidences of
deformities and liver microsomal aryl hydrocarbon hydroxylase (AHH) activity in embryos from
the Forster’s tern eggs from the Oconto Marsh and Lake Poygan colonies. In addition to lower
body weights of hatchlings (also found by Kubiak et al., 1989), Hoffman et al. (1987) found that
the Oconto Marsh eggs had significantly higher AHH activity (by a factor of 3), significantly
greater liver-to-body weight ratios, and significantly shorter femurs. Three instances of structural
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deformities were also found in the Oconto Marsh embryos. These were one embryo with a
crossed bill, one with a poorly ossified foot and a short lower mandible, and one with an
incompletely ossified ilium. No deformities were found in Lake Poygan embryos. In total, 16.7%
of Oconto Marsh hatchlings and embryos had structural deformities, compared with 0% of the
Lake Poygan neonates. This difference was reported as being statistically significant. Also, 27.7%
of Oconto Marsh hatchlings and embryos had edema, compared with 13.3% of Lake Poygan
neonates, although this difference was not statistically significant.

The total PCB concentrations reported by Kubiak et al. (1989) in Oconto Marsh Forster’s tern
eggs exceed concentrations shown to cause toxicity (Chapter 3) and are significantly higher than
concentrations measured in Lake Poygan eggs. Kubiak et al. (1989) found that in addition to
PCBs, several other contaminants were also higher in Oconto Marsh tern eggs than in Lake
Poygan eggs. These contaminants were oxychlordane + heptachlorepoxide (median of 0.20 mg/kg
wet weight in Oconto Marsh eggs vs. 0.04 mg/kg wet weight in Lake Poyganggd®DE

(median of 1.8 mg/kg wet weight vs. 0.45 mg/kg wet weight); cis-nonachgge’-DDD (median

of 0.12 mg/kg wet weight vs. 0.01 mg/kg wet weight); hexachlorobenzene (median of 0.10 mg/kg
wet weight vs. 0.02 mg/kg wet weight); heptachlor (median of 0.09 mg/kg wet weight vs.

0.02 mg/kg wet weight); toxaphene (median of 1.10 mg/kg wet weight vs. 0.37 mg/kg wet

weight); dioxins (median of 101.5 pg/g vs. 25.0 pg/g); and furans (median of 18.5 pg/g vs.

9.0 pg/g). Based on the TEF approach, Kubiak et al. concluded that dioxins and furans
contributed less than 10% of the total TCDD-eq in the eggs, with nonortho and mono-ortho PCB
congeners contributing the rest. Similarly, Kubiak et al. concluded that the measured
concentrations of toxaphene and hexachlorobenzene in the tern eggs were below toxic thresholds.
Therefore, Kubiak et al. (1989) concluded that PCBs were the primary cause of the toxic effects
observed in Green Bay Forster’s terns.

Harris et al. (1993) and Ankley et al. (1993hese companion studies monitored the
reproductive success and measured egg contaminant concentrations for a Forster’s tern colony on
the Kidney Island CDF located at the mouth of the Fox River (Figure 2-4). No reference colonies
were evaluated. The field work was conducted in 1988.

The mean total PCB concentration measured in eggs from the CDF was 7.3 mg/kg wet weight
(n =5, median of 7.4) (Harris et al., 1993). The Kidney Island CDF Forster’s terns had an egg
hatching rate of 81% (65 of 80), similar to that found by Kubiak efl@89) at the Lake Poygan
reference colony (88%). However, only 65% of the pairs monitored at the CDF produced at least
one fledgling, whereas 91% of the pairs at the Lake Poygan colony monitored by Kubiak et al.
(1989) produced at least one fledglingnitarly, the average number of fledglings per nest was

1.0 for Forster’s terns at the CDF and 1.5 for those at Lake Poygan in the Kubiak et al. study.

Harris et al. (1993) found that many of the CDF Forster’s tern chick deaths occurred at a
comparatively late stage of development (>20 days after hatching). These deaths were, in many
cases, preceded by weight loss. Harris et al. (1993) noted that the pattern of weight loss was
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characteristic of the “wasting syndrome” caused by organochlorine compounds. Furthermore,
Harris et al. noted that as many chicks from nests with one and two young died as did those from
nests with three young, and suggested that this implied that starvation was not the cause of the
deaths. However, chick mortality due to food shortages and starvation, even late in development,
is not uncommon in tern colonies (Langham, 1972; Burger and Gochfeld, 1991). Absent a
breakdown of the hatch order of the young that died, it is not possible to exclude starvation due
to local food shortage.

Ankley et al. (1993) showed that nesting Forster’s terns on the CDF accumulated PCB residues
during growth, indicating that they were obtained from local sources.

Conclusions from Forster’s tern field studie3he types of adverse effects observed in the field

and their relationship to measured egg PCB concentrations show that Green Bay Forster’s terns
have been adversely affected by exposure to PCBs. Effects and PCB exposure were most severe
at the Oconto Marsh colony, where hatching success and number of fledglings per nest were
lower than those of a reference colony (Kubiak et al., 1989). Specific effects included embryonic
deformations, skeletal deformities, and edema, all of which can be caused by PCBs, as discussed
in Chapter 3. Reproductive success (percentage of eggs hatching and number of fledglings per
nest) was also lower at the Long Tail Point colony (Kubiak et al., 1989). At the Kidney Island

CDF colony, where egg PCB concentrations were lower than at Oconto Marsh, egg hatching was
not reduced (Harris et al., 1993). The number of fledglings per nest also was reduced, although
the cause of the reduction is not clear.

The controlled egg switching experiments by Kubiak et al. (1989) show that extrinsic factors,

e.g., decreased parental attentiveness, contributed to the lowered reproductive success. The
adverse behavioral effects of PCBs on nesting adults have been documented in several studies. In
a laboratory study using ring doves, Peakall and Peakall (1973) found that PCBs caused
decreased parental attentiveness during incubation. Fox et al. (1978) showed that Lake Ontario
herring gulls, which had higher PCBs and a lower rate of reproductive success than those from
reference areas, also showed increased time away from nests and decreased nest defense during
egg incubation. These documented adverse effects of PCBs on adult behavior during nesting are
consistent with the findings of Kubiak et al. (1989) that extrinsic factors contributed to the

reduced reproductive success of Green Bay Forster’s terns.

Contaminants other than PCBs measured in the eggs were not significant contributors to the
observed toxicity. Kubiak et al. (1989) determined that dioxins and furans, which can cause

effects similar to those observetcounted for less than 10% of the TCDD-eq in the eggs

compared with PCBs. Other contaminants present in the eggs (e.g., DDE) are not known to cause
the behavioral abnormalities or deformities that were observed, or were not present at
concentrations sufficient to cause the observed effects (Kubiak et al., 1989).
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Further evidence that DDE was not responsible for the adverse effects observed in Green Bay
Forster’s terns is provided by a study performed by King et al. (1991) in Texas. In this study the
DDE concentrations in Forster’s tern eggs from the contaminated and reference colonies were
similar to the levels reported by Kubiak et 4989). PCB concentrations in the Texas Forster’s

tern eggs were low relative to the Green Bay eggs (1.2-2.3 mg/kg wet weight). Neither PCBs nor
DDE were correlated with any measure of breeding success.

The field studies show that within the assessment area PCB exposure and effects were most
severe at the Oconto Marsh colony and lowest at the Kidney Island CDF colony, which is
consistent with the PCBs causing the observed effects. The reason for the lower PCB exposure
and severity of effects observed in Forster’s terns at the Kidney Island CDF compared with those
at the Oconto Marsh is most likely a combination of both spatial and temporal variability. Based
on the reproductive success endpoints, Forster’s terns nesting at Long Tail Point, which is
approximately 3 miles north of the Kidney Island CDF, may also have had lower contaminant
exposure than did those at Oconto Marsh (Kubiak et al., 1989) (contaminants were not measured
in Long Tail Point eggs). Data on PCBs in herring gull eggs from the Big Sister Island colony in
Green Bay support the conclusion that temporal vilityatould also contribute to the observed
variation in PCB concentrations of the Kidney Island CDF and Oconto Marsh eggs. Although
PCB concentrations in herring gull eggs show no long-term trend from 1983 through 1996,
concentrations vary from year to year by over a factor of two. Sample sizes of Forster’s tern eggs
for PCB analysis were smaller (six for Oconto Marsh and five for CDF) than those for herring gull
eggs (10), which would increase between-year variability in the tern data. The herring gull egg
PCB data also support the conclusion that the lower PCB concentration in Forster’s tern eggs in
1988 at the CDF may not be indicative of a trend from 1983 to 1988 of declining PCB exposure
for fish-eating birds in Green Bay.

Common Tern

Field study descriptionOne study has been performed that is relevant to evaluating the potential
effects of PCBs on the reproductive biology of common terns in Green Bay.

Hoffman et al. (1993)n this study, 35 newly laid, unincubated eggs of common terns
were collected in 1985 from a colony situated on the Kidney Island CDF in Green Bay. Eggs were
also collected from two reference colonies in nonindustrialized areas of northern Lake Michigan,
Cut River, and Pointe aux Chenes. All eggs were artificially incubated in the laboratory, and
hatching success, neonate morphology, biomarker activity, and contaminant concentrations were
compared between colonies. No monitoring of reproductive success in the field was conducted as
was done in the Forster’s tern studies.

The Green Bay eggs had higher PCB concentrations (geometric mean of 10.0 mg/kg, wet weight;
n = 10) than did eggs from the Cut Island (geometric mean PCB concentration of 4.7 mg/kg, wet
weight) or Pointe aux Chenes (geometric mean PCB concentration of 4.0 mg/kg, wet weight)
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colonies. Mean liver AHH activity, a measure of exposure to TCDD-like contaminants, was also
significantly higher in Green Bay eggs (mean of 23 pmol/min/mg protein, n = 22) than in either
reference colony (10 and 9 pmol/min/mg protein and n = 22 and n = 12 at Cut River and Point
aux Chenes, respectively).

Table 5-3 summarizes the parameters measured in the study that differed in the Green Bay and the
reference area eggs, as well as the mean PCB concentrations. Hatching success of eggs from the
Green Bay CDF (71%) was significantly lower than that of eggs from the Cut River colony

(85%), but not statistically different from that of eggs from the Point aux Chenes colony (73%).
Similarly, the femur length to body weight ratio in 1-day-old chicks was lower for Green Bay

chicks than for Cut River chicks, but was not different from Point aux Chenes chicks. Four of the

35 (11%) Green Bay embryos or chicks were deformed, whereas no deformities were observed in
any of the 55 reference embryos or chicks. Other morphological parameters measured, including
hatching weight, liver weight, liver weight to body weight ratio, crown-rump length, and femur
length, were not different between eggs from the different colonies.

Table 5-3
Differences between Eggs from Green Bay and Reference Common Tern
Colonies When Incubated in the Laboratory

PCB Concentration Percent Femur Length to| Percent Deformed
(geometric mean, Hatching Body Weight Embryos and
Source of Eggs mg/kg wet weight) Success Ratio1R0) Hatchlings
Kidney Island CDF,
Green Bay 100 71% 93’5 11%
Cut River, Michigan 4.7 85% 108.9 0%
Point aux Chenes,
Michigan 4.0 73% 101.0 0%

a. Reported as statistically significantly different from Cut River and Point aux Chenes colonies.
b. Reported as statistically significantly different from Cut River colony.

Source: Hoffman et al., 1993.

There were no significant differences between the areas in egg concentrations of DDE, indicating
that DDE was not the cause of the observed differences between colonies. Mercury was measured
at significantly higher concentrations in the Green Bay eggs (0.76 mg/kg, wet weight) than in Cut
River eggs (0.33 mg/kg, wet weight) or Pointe aux Chenes eggs (0.37 mg/kg, wet weight).
However, mercury does not induce AHH activity, which was higher in Green Bay chicks than in
reference area chicks.
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Conclusions from common tern field studfs shown in Table 5-3, the single field study that
has been conducted in the assessment area demonstrated that common terns had elevated tissue
residues of PCBs, increased deformity rates, and perhaps reduced egg hatching success.

Caspian Tern

Field study descriptiongFive field studies have been reported that are relevant to evaluating the
potential effects of contaminants on Caspian terns in the assessment area.

Ludwig and Ludwig (undated report Bihis field study was performed on Gravelly and
Gullislands in northern Green Bay, at three colonies in northern Lake Michigan, and at colonies
in Thunder Bay and Saginaw Bay, Lake Huron, in 1986. The study compared clutch sizes,
hatching success, productivity, and the incidences of developmental defects among the colonies.
Mean clutch sizes were similar in the colonies on Gravelly and Gull islands and in the three Lake
Michigan colonies (2.1, 1.9, 2.0, 2.1, and 2.0, respectively). Hatching success on Gravelly and
Gull islands was 72% and 71%, respectively, compared to 81%-84% reported for the three Lake
Michigan colonies. Productivity on Gravelly and Gull islands was 0.73 and 0.95 young fledged
per nest, respectively, and 0.8-0.91 in the three Lake Michigan colonies. No developmental
defects were found in chicks in any of the colonies.

Yamashita et al. (1993Y.amashita et al. collected 18 Caspian tern eggs from Gravelly
and Gull islands in 1988. Of these, 13 (72%) contained “live normal” embryos with mean total
PCB and DDE concentrations of 11 and 4 mg/kg wet weight, respectively. Three eggs (17%)
were infertile, with mean total PCB and DDE concentrations of 10 and 3.2 mg/kg wet weight,
respectively, and two eggs (11%) contained deformed embryos and mean total PCB and DDE
concentrations of 11 and 6.3 mg/kg wet weight, respectively. The results of this study indicated
no clear relationship between PCB and DDE concentrations and egg or embryo viability at the
concentrations found in the two colonies.

Ludwig et al. (1996)In this study, live and dead Caspian tern eggs and chicks from five
colonies throughout the Great Lakes (including from Green Bay) were examined between 1987
and 1991 for egg death rates and embryonic abnormalities. Egg mortality varied among the five
study areas (North Channel of Lake Huron 25%, northern Lake Michigan 27%, Georgian Bay
27%, Green Bay 34%, and Saginaw Bay 42%). Egg mortality rates were highly correlated with
TCDD-eq (r = 0.8), but not with total PCBs.

Of the 601 Green Bay dead eggs opened and examined, 124 (20.6%) of the embryos had
developmental abnormalities. This compares with 17.3% in northern Lake Michigan, 13.2% in the
North Channel of Lake Huron, 14.5% in Georgian Bay, and 22.8% in Saginaw Bay (which also is
contaminated with PCBs). Of the abnormalities recorded in embryos from dead Green Bay eggs,
19% were edema, 39.2% were gastroschisis, 14.2% were bill defects, 4.7% were foot deformities,
and 8.2% were other skeletal deformations.
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Of the 162 Green Bay fertile live eggs opened and examined by Ludwig et al. (1996), 94%
contained normal embryos and 5.5% contained deformed embryos. This compares with deformity
rates of 11.8% in fertile live eggs from northern Lake Michigan and 30.4% in Saginaw Bay fertile
live eggs. Five of the Green Bay deformities were club feet, three were gastroschisis.

In this study, 12,124 live Caspian tern chicks were also examined in the five study areas. Of these,
29 (0.02%) had deformities. The deformity rate varied little between Green Bay and the other
areas (0.16% Green Bay, 0% Georgian Bay, and 0.18% North Channel of Lake Huron). Green
Bay chick deformities comprised 62% clubbed feet and 38% gastroschisis. Ludwig et al. (1996)
stated that no cross bills have been recorded 8126Caspian tern chicks banded in the Great

Lakes since 1960.

Thus, elevated rates of deformities were observed in dead eggs in Green Bay, whereas eggs and
chicks that survived had lower deformity rates. This suggests that the deformities in Green Bay
were associated with the viability of the embryos.

Mora et al. (1993)In this study performed in 1990, organochlorine concentrations in
adult Caspian tern plasma were compared with age, productivity, and site fidelity (i.e., the
proportion of birds that return to the natal area to breed) at eight colonies in Lakes Huron and
Michigan (including Gravelly and Gull islands in Green Bay).

Mean total PCB concentrations varied from 0.91 mg/kg wet weight to 3.5 mg/kg wet weight
among the study colonies, with the highest concentration in Green Bay. There were no significant
intercolony differences in clutch size, hatching success, or fledging success. Of the 4,075 chicks
examined at the Green Bay colonies, 0.17% had deformities (four had club feet, three

had gastroschisis). This compares with 0.23% in colonies in northern Lake Michigan and 0.94%
at Saginaw Bay.

On the basis of recapture rates of banded terns, Mora et al. (1993) argued that Caspian terns
hatched in the Green Bay colonies displayed less site fidelity than terns in other regions. Mora
et al. (1993) attributed this difference to contaminants, particularly PCBs.

Ewins et al. (1994)In this study, Caspian tern eggs were collected from 10 colonies
across the Great Lakes (including Gravelly Island in Green Bay) and analyzed for organochlorine
contaminants. Total PCB and DDE concentrations were highest in eggs from Gravelly Island and
from Saginaw Bay. Nevertheless, hatching and fledging success were not significantly different at
Gravelly Island compared with other areas (Table 5-4).

Conclusions from field studies on Caspian ter@verall, less evidence exists for depressed
reproductive rates among Green Bay Caspian terns than for Forster’s and common terns. Of the
four studies that examined reproductive injuries among Green Bay Caspian terns (Ludwig and
Ludwig undated report b; Mora et al., 1993; Ewins et al., 1994; Ludwig et al., 1996) only one
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Table 5-4
Hatching Success and Productivity among Great Lakes Caspian Terns

Egg PCB
Concentration %
Nests (mg/kg, wet | Hatching Young
Study Site Studied weight) Success| Fledged/Nest

Gravelly Island, Green Bay 59 15.8 79% 1.07
High Island, northern Lake Michigan 56 not reported 85% 1.13
Cousins Island, North Channel of Lake Huron 28 14.6 47% 0.79
South Watcher Island, Georgian Bay 41 10.2 52% 0.83

Source: Ewins et al., 1994.

(Ludwig et al., 1996) found reduced reproduction relative to reference conditions. The other
three studies found no evidence of adverse effects on reproduction (though Mora et al. report
possible behavioral effects among adult Caspian terns in Green Bay). Ludwig et al. (1996) found
higher rates of deformities in Green Bay Caspian terns than in colonies not exposed to point
source releases of PCBs. Other studies that investigated deformities did not find differences,
although the Ludwig et al. study was the most detailed and comprehensive of the studies.

The available studies do not provide strong evidence that the reproductive success of Caspian
terns nesting on Gravelly and Gull Islands has been adversely affected by PCB exposure.
However, there is some evidence of increased deformity rates in Green Bay Caspian terns.

5.2 DouBLE-CRESTED CORMORANT

5.2.1 Status and Ecology in Green Bay

Double-crested cormorant population trends in the Great Lakes can be divided into three
temporal phases.

Initial colonization and early increasedBBefore the beginning of the 20th century, double-

crested cormorants were unknown as a breeding bird in the Great Lakes. The colonization of the
area began between 1913 and 1920 in Lake Superior (Environment Canada, 1995; Weseloh et al.,
1995a, b), and probably involved birds spreading from colonies farther west. From this initial
bridgehead, double-crested cormorants spread rapidly throughout the region until about 1950,
when approximately 1,000 pairs bred in the Great Lakes, and control measures were initiated in
an effort to protect fish stocks (Weseloh et al., 1995a).
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Mid-century population declinesAfter 1950, the initial increases in cormorant numbers were
followed by spectacular population reductions; by 1972, the Great Lakes population had been
reduced by more than 80% (Weseloh et al., 1995a, b). From 1970 through 1974, double-crested
cormorants had disappeared, or were close to disappearing, as a breeding species on Lake
Michigan, and the total Great Lakes population was reduced to fewer than 150 pairs (Ludwig,
1984). In Wisconsin, the number of cormorants had decreased to 66 pairs by 1972 and the species
was listed by the state as endangered (Hatch, 1995). These precipitous declines were
accompanied by significant eggshell thinning and breakage. By 1970, eggshells in Ontario colonies
were 30% thinner than normal, and in 1972, 95% of the eggs in Lake Huron colonies either
disappeared or were broken (Environment Canada, 1995). Because of these losses, productivity in
Great Lakes colonies had fallen to about 0.1 to 0.24 fledglings per breeding pair; 0.5 to

1.0 fledglings are required to maintain a breeding population (Ludwig, 1984; Ludwig et al.,

1995). Based on the widespread and severe eggshell thinning and breakage, it is likely that the
population decreases of the 1950s through early 1970s were caused by the toxic effects of DDE.

Post-1960s population resurgenck the 1970s, following the ban on the use of DDT in North
America, DDE levels in cormorant eggs in the Great Lakes began decreasing. By the late 1980s,
egg DDE residues had decreased by more than 80% (Environment Canada, 1995), and
populations of double-crested cormorants again increased. By 1992, approximately 3,000 pairs
were breeding in Green Bay (Hatch, 1995). Thus, in only 20 years, the Green Bay population
increased by a factor of at least 45 (assuming that the 66 Wisconsin pairs in the early 1970s were
allin Green Bay). In the Great Lakes over this same period the increase was even greater, about
250-fold from about 150 nests to 38,000 nests (Weseloh et al., 1995a), a doubling time of about
2.5 years. This increase continued into 1994, when Weseloh et al. (1995b) estimated a total Great
Lakes population of 60,000 pairs. As a result of this rapid rate of increase, approximately 60% of
the world’s population of double-crested cormorants currently breed in the Great Lakes (Hatch,
1995).

Residence Patterns and Migrations

Double-crested cormorants breeding in Green Bay are migratory, and most winter in the lower
Mississippi Valley and the Gulf of Mexico (Dolbeer, 1991). In his analysis of band recoveries,
Dolbeer found a high degree of mixing of midwestern nesting populations during winter; birds
from Lakes Huron and Ontario and from Saskatchewan all wintered in the same areas of the
lower Mississippi and coastal Texas.

The main breeding colonies of double-crested cormorants in the assessment area are on Cat, Jack,
Hat, and Snake islands in Green Bay, and on Spider Island on the east side of the Door Peninsula
(see Figure 2-4). Breeding cormorants arrive in Green Bay in April and remain in the area until
September/October, when the return migration to the wintering area begins. First year and second
year (nonbreeding) birds either remain in their wintering areas during their first summer or return
later in the season than the breeding adults (Dolbeer, 1991).
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5.2.2 Pathway and Exposure Analysis

A number of the ecological traits of double-crested cormorants predispose them to being
potentially highly exposed to contaminants. First, double-crested cormorants begin to arrive in
their breeding areas in Green Bay in April, approximately 3-4 weeks before the beginning of egg
laying. There is no published information on the length of time it takes double-crested cormorants
to form and lay a clutch of eggs. However, the closely related European shag is similar in size
(hence metabolic rate), lays similarly sized eggs and clutches, and takes about 22 days from the
beginning of egg formation to laying the last egg of a three-egg clutch (Grau, 1996). It is likely
that the double-crested cormorant requires a similar time span. Thus, the birds arriving back in
Green Bay in April, 3-4 weeks before egg laying begins, have sufficient time to form their eggs
using food obtained locally rather than relying on reserves built up in the wintering area. Also, if
cormorants forage close to their colonies during the pre-laying period, as they do during
incubation and chick rearing, it is likely that the majority of females undergoing oogenesis will
obtain their food from inner Green Bay, in the case of the Cat Island birds, or from the
northeastern coast of the Door Peninsula, in the case of Spider Island birds. These ecological
traits render the Green Bay double-crested cormorants vulnerable to exposure to local
contaminants during the formation of the most sensitive life stage, the embryo.

As fish-eating predators, double-crested cormorants feed high in aquatic food chains. This renders
them vulnerable to exposure to bioaccumulative contaminants. Also, alewives, one of the
cormorants’ major prey species in Green Bay and the Great Lakes (Ludwig and Ludwig, undated
report a; Weseloh and Ewins, 1994; Neuman et al., 1997), are richer in lipid than other forage fish
species (Oliver and Niimi, 1988; Rottiers and Tucker, 1982). By consuming lipid-rich prey, Green
Bay cormorants increase their exposure to lipophilic contaminants such as PCBs.

Data reviewed in Chapter 4 show that double-crested cormorants in Green Bay have elevated
PCB residues in their tissues. In this section we identify the environmental components through
which Green Bay cormorants have been exposed to these PCBs. Specifically, we address three
guestions: What organisms constitute the principal diet of cormorants in the assessment area?
Where do Green Bay cormorants feed? Are the prey of cormorants in Green Bay contaminated
with PCBs?

Diet

A number of studies have shown that double-crested cormorants in the Great Lakes and adjacent
areas eat mainly fish, in particular forage fish such as alewives and smelt (Ludwig and Ludwig,
undated report a; Belonger, 1983; Hobson et al., 1989; Neuman et al., 1997). Of these, Neuman
et al., Ludwig and Ludwig, and Hobson et al. showed that cragisiofiectes spp.) are also

regularly found in small numbers in double-crested cormorant food samples; however, this could
be due to secondary consumption (i.e., from the stomachs of fish that had been consumed).
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The specific composition of cormorant diets can vary spatially and temporally (Neuman et al.,
1997). This variaibty may reflect differences in the availability of prey species. For example, in
Green Bay in 1983, alewives and yellow perch comprised more than 90% of 1,073 identifiable fish
obtained from regurgitates of nestling cormorants on Willow Island (alewives, 51.6%; yellow
perch 39.3%) (Belonger, 1983). At Gravel, Fish, and Spider islands, alewwmasgyscomprised

a high proportion of the diet (69.2% of identifiable fish); however, yellow perch comprised only
1.9% (Belonger, 1983). Yellow perch were replaced in the cormorant diet at these locations by
sculpin Cottus sp (11.8% of identifiable fish), ninespine sticklebaBkiQgitius pungitiul(8.1%

of identifiable fish), Johnny darteEtheostoma nigruin(5.2% of identifiable fish), and spottail

shiner Notropis hudsoniyg(1.9% of identifiable fish). The few yellow perch in the latter samples
was probably because the shallow water habitat preferred by this fish species is not readily
available at Gravel, Fish, and Spider islands. Alewives and smelt were the most frequent food
items in regurgitates from adult and young cormorants in northern Green Bay colonies from 1986
to 1988 (Ludwig and Ludwig, undated report a).

Foraging Areas

Custer and Bunck (1992) tracked the foraging flights of cormorants from the Cat and Spider
Island colonies in Green Bay and found that the birds typically obtain their fish prey from waters
relatively close to the colonies. Foraging flights from Cat Island were restricted to within 40 km
of the colony, and the mean foraging flight distance was 2 km. Most of the foraging flights from
Cat Island ended with the birds landing in the central and western inner bay area

(Figure 5-5). Many foraging flights ended at the confluence of the Fox River with Green Bay, and
less than 1% of birds flew up the river. Cormorants from Cat Island tended to forage in shallow
water areas (less than 1.8 m deep) and avoided deeper water.

Double-crested cormorants from Spider Island also tended to forage close to the colony (Custer
and Bunck, 1992). The maximum distance flown from the colony was 12 km, and the mean was
2.4 km. The majority of the Spider Island birds foraged off of the east coast of the Door Peninsula
(Figure 5-6). They preferred water depths of less than 9.0 m, but avoided depths of less than

1.8 m (the preferred depth for the Cat Island birds). No Spider Island cormorants were recorded
flying into Green Bay to forage during the study.

Prey Contamination

USFWS (1993) collected stomach contents from adult cormorants on Cat Island during the 1988
breeding season and found concentrations of total PCBs averaging 3.3 mg/kg (wet weight). These
data show that, at least during the breeding season, double-crested cormorants in Green Bay
ingest prey contaminated with PCBs. USFWS (1993) also showed that adult cormorant PCB

body residues approximately doubled during the 1988 breeding season (Figure 5-7), indicating a
local source of the PCBs. These data confirm that exposure to PCBs is dietary.
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Figure 5-5. Foraging sites of double-crested cormorants from the Cat Island Colony in
1990.Each point represents the foraging destination of a bird tracked from the colony.
Source: Custer and Bunck, 1992.
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Figure 5-6. Foraging sites of double-crested cormorants from the Spider Island Colony in
1990.Each point represents the foraging destination of a bird tracked from the colony.
Source: Custer and Bunck, 1992.
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Figure 5-7. Whole-body concentrations of PCBs in cormorants during three phases of the

nesting cycle in1988.Bars equal means plus or minus 1 standard error.
Source: USFWS, 1993.

As already shown, the fish diet of double-crested cormorants in Green Bay is restricted to a
relatively small number of forage fish species. These are mainly alewives and yellow perch at the
Cat Island colony, and alewives and sculpin at the Spider Island colony. Sampling data show that
alewives in Green Bay are contaminated with PCBs (Figure 5-3).

Thus, the PCB pathway documentation for Green Bay double-crested cormorants includes
observations that during the incubation and chick-rearing phases of the breeding cycle, adult
double-crested cormorants forage in areas of Green Bay that contain PCB-contaminated fish,
cormorants ingest Green Bay fish that are contaminated with PCBs, and cormorant PCB tissue
residues increase during the breeding season.

5.2.3 Field Studies of Injuries to Green Bay Double-Crested Cormorants

This section describes field studies addressing reproductive malfunctions and physical
deformations in Green Bay double-crested cormorants.
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Malfunctions in Reproduction

Reproductive success in double-crested cormorants nesting in Green Bay has been compared with
that in reference colonies in three studies. In two of these studies, reproductive success was found
to be lower in Green Bay colonies.

Ludwig and Ludwig (undated report @)his 1986 study compared hatching success rates
in double-crested cormorant colonies in Lakes Huron, Superior, and Michigan, and northern
Green Bay (Gravelly, Little Gull, and Snake islands). Hatching success varied from 63% of eggs
laid to 74% of eggs laid (Table 5-5). Neither the proportions of eggs that failed to hatch nor
hatching success differed between colonies.

Table 5-5
Hatching Success of Double-Crested Cormorants in Great Lakes in 1986
Number of Number (%) Number (%) of Eggs | Number (%) of

Colony Location Eggs Studietl of Eggs Hatched Disappeared Eggs Dead
All Lake Huron
colonies 126 96 (76) 8 (6) 22 (17)
Lake Michigan,
Beaver Island 196 142 (72) 23 (12) 31 (16)
Northern Green Bay 173 114 (66) 20 (12) 39 (22)
Lake Superior
colonies 65 45 (69) 6 (9) 14 (21)

a. Adapted from data in Ludwig and Ludwig, undated report b.
b. Excludes eggs that were accidentally pierced by parent birds.

Tillitt et al. (1992).This study compared hatching success rates between 1986 and 1988 in
12 double-crested cormorant colonies in Lakes Huron, Michigan, Superior, Ontario, and
Winnipegosis and in Green Bay, and investigated the relationships between egg mortality, PCB
concentrations, and egg H4IIE activation. Egg mortality varied between 8% and 39%, with the
highest rates in Green Bay colonies (Little Gull, Snake, Gravelly, and Spider islands) and the
lowest at Lake Winnipegosis. Regression analysis revealed a significant, though relatively modest,
positive relationship between total PCB concentrations in eggs and egg mortality (r = 0.319,
p = 0.045). However, when the analysis compared H4IIE bioassay-derived TCDD-eq in eggs with
hatching success, the relationship was strengthened (r = 0.703, p = 0.0003). The H4IIE sample
preparation process used in this investigation screened out both dioxins and furans (H4IIE is not
sensitive to DDE). The authors of the study concluded that the elevated egg mortality rates and
reduced hatching success in the more contaminated colonies were caused by the effects of dioxin-
like PCBs.
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Larson et al. (1996)This study compared the hatching success of double-crested
cormorant eggs at Spider Island in Green Bay in 1988, 1989, and 1990 with the hatching success
at Lake Winnipegosis in 1989 and 1990. Hatching success at Spider Island for the three
consecutive years was 65.4% (1988), 55.2% (1989), and 57.7% (1990), compared with 75.7%
(1989) and 64.1% (1990) at Lake Winnipegosis. Hatching success was significantly greater in
larger clutches, and Lake Winnipegosis clutches were, on average, 0.2 eggs larger than Spider
Island clutches. However, covariance analysis (in which clutch size was included as a categorical
variable) revealed that hatching success was significantly lower at Spider Island in 1989 and 1990,
even when clutch size was controlled for. Of 5,759 chicks examined at the Spider Island colony,
0.8% had bill deformities, compared with 0.06% at Lake Winnipegosis. This more than ten-fold
difference was reported as statistically significant.

Total PCB concentrations and TCDD-eq were significantly higher in Spider Island eggs

(7.8 mg/kg and 138 pg/g, respectively) than in Lake Winnipegosis eggs (1.0 mg/kg and 19 pg/g,
respectively). Howevewyithin the Spider Island colony, neither PCBs nor TCDD-eq were
significantly correlated with hatching success or the incidence of deformities among nestlings.

Depredation of seabird nests by gulls following disturbance by observers is a potential problem at
many seabird colonies. In general, the greater the disturbance, the greater the opportunity for
gulls to depredate eggs. To minimize this effect, the investigators visited the Spider Island colony
only after dark (a time when gulls are less active). Nevertheless, the Spider Island colony was
visited more frequently (13 visits in 1989) than the Lake Winnipegosis colonies (4 visits in 1989),
and the success of the attempt to minimize nest predation by nocturnal visits was not evaluated.
Thus, the contribution of observer disturbance to the observed differences in hatching success
cannot be determined.

In addition to the above three studies, another study evaluated double-crested cormorant
reproduction in Green Bay only (i.e., no reference site data were collected).

Custer et al., in press. During 1994 and 1995, the investigators in this study examined
relationships between PCB, DDE, and dieldrin concentrations and hatching success, chick
deformity rates, eggshell thickness, and biomarker activity in cormorant eggs from Cat Island in
Green Bay. No reference colonies were sampled. Single pipping eggs were removed from each of
the study nests. A subset of these eggs were analyzed for chemical contaminants; previous
measurements had shown that approximately 85% of the total egg variability in contaminant
concentrations in cormorant eggs in Green Bay was between-clutch variation (USFWS, 1993).
Measurements made on these eggs included PCB, DDE, and dieldrin concentrations, eggshell
thickness, and EROD activity in embryo livers. The fate of the eggs remaining in the study nests
was monitored, as was that of the chicks that hatched. Study nests were divided into four groups
on the basis of their success: nests that contained eggs with one or more dead embryos, nests that
contained one or more infertile eggs, nests in which all the eggs hatched successfully, and nests
that contained eggs with deformed embryos.
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Table 5-6 shows the total PCB and DDE concentrations among the four nest categories. Two-
way ANOVAs performed by the study investigators determined that there were no significant
differences among the PCB concentrations in the four nest categories (p = 0.05). However, DDE
concentrations did differ significantly among the four categories (p = 0.03). Mean concentrations
of DDE in sample eggs were significantly higher in nests that contained dead embryos than in
nests in which all the eggs hatched or contained deformed embryos. Total PCBs in the sample
eggs were significantly correlated with EROD activity. The overall egg hatching success on Cat
Island in 1994 and 1995 was 68% (1,067 of 1,570 eggs).

Table 5-6
Geometric Mean Total PCB and DDE Concentrations (mg/kg, wet weight)
in Four Categories of Cormorant Nests on Cat Island, Green Bay in 1994 and 1995

Nest Category Number of Nests DDE PCBs
Dead embryos 39 3.9 11.4
Infertile eggs 5 2.8 13.6
All eggs hatched 30 2.8 12.1
Deformed embryos 6 2.2 10.2

Source: Custer et al., in press.

The study authors conducted a series of logistic regressions to evaluate whether DDE, PCBs,
dieldrin, or eggshell thickness was associated with differences in percent hatching success of the
cormorant eggs. Only DDE and eggshell thickness were found to have significant associations
(p < 0.002) and < 0.008, respectively). Neither total PCBs nor dieldrin was found to have
significant associations with hatching success (p < 0.84 and < 0.29, respectively). However, egg
PCB concentrations were significantly negatively correlated with both egg volume (r = -0.39,

p < 0.001) and embryo weight (r = -0.28, p < 0.04). DDE was not significantly correlated with
egg volume and egg weight.

Although hatching success was significantly correlated with eggshell thickness and significantly
negatively correlated with DDE concentration, these two variables explained relatively little of the
total variability in hatching stcess (2.2% and 13%, respectively). The study authors concluded
that DDE may be reducing the hatching success of only the most highly contaminated eggs, and
that other factors may be responsible for the majority of the egg failure observed at the colony.

Physical Deformations

A number of studies have reported on physical deformations among Green Bay double-crested
cormorants.
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Langenberg (1990)n this companion study to Larson et al. (1996), the author examined
183 late-term cormorant eggs from Spider Island and 125 from Lake Winnipegosis: 95% of the
Spider Island eggs contained embryos, of which 18.3% were dead, and 98% of the Lake
Winnipegosis eggs contained embryos, of which 11.4% were dead. Our analysis of these data
found that the differences were not statistically significaht=(2.7, 1df, p > 0.25). Two examples
of cross bills were found, both in Lake Winnipegosis embryos. On Spider Island, 10.9% of the
embryos examined had edema, similar to the 16.3% of Lake Winnipegosis embryos. Seven of the
Spider Island embryos had petechial hemorrhages; none were found in the Lake Winnipegosis
embryos. However, because hemorrhaging in several cases was noted only after handling,
Langenberg concluded that these were a result of the examination process rather than
toxicological action.

Fox et al. (1991)In this analysis of deformity rates among cormorant nestlings
throughout the Great Lakes between 1979 and 1987, 31,168 chicks from 42 colonies were
examined. The overall rate of head and bill deformities was 0.22%. However, the local rate
varied, and the highest rate was found in Green Bay (60 of 11,520 chicks, 0.52%). The rates
found in other areas were 0.03% (Lake Ontario), 0.05% (Lake Superior), 0.006% (Alberta and
Saskatchewan), and 0.02% (Lake of the Woods and Lake Nipigon). The Green Bay deformity
rate was significantly higher than the rates at the Lake of the Woods and Lake Nipigon, and at
prairie colonies in Alberta and Saskatchewan. Head and bill defects were found in 8 of 11 (73%)
Green Bay colonies, but in only 6% of reference colonies.

Yamashita et al. (1993 this study carried out in 1988, the investigators collected late-
term, incubated cormorant eggs from Little Gull Island in Green Bay and elsewhere in the Great
Lakes (including from colonies not exposed to point source releases of PCBs). Eggs were
examined and separated into four categories: live normal, infertile, containing a deformed embryo,
and not incubated. Of the 41 Green Bay eggs examined, 26 were fertile; 78% of these contained
normal young and 31% contained deformed embryos (compared with about 90% and 6%,
respectively, in eggs collected elsewhere). The total PCB concentrations in Green Bay eggs were
7.3 mg/kg wet weight (live normal), 7.3 mg/kg wet weight (infertile), and 6.6 mg/kg wet weight
(deformed). Total PCB concentrations in eggs from Lake Superior and the North Channel
(colonies unlikely to be affected by point source releases of PCBs) varied from 3.6 to 7.3.

Larson et al. (1996)The incidences of bill deformities in cormorant nestlings were
compared between Spider Island (1988, 1989, and 1990) and Lake Winnipegosis (1989, 1990).
At Spider Island, 5,759 chicks were examined, and approximately 24,736 were examined at
Coffee Island, Coffee Island Reef, Bachelor’s Island, Sugar Island Reef, and Hay Island Reef in
Lake Winnipegosis. Bill defects were significantly more frequent (0€X).at Spider Island
(0.7%) than at Lake Winnipegosis (0.06%).

Ludwig et al. (1996).his study was based on measurements taken in several Great Lakes
cormorant colonies between 1987 and 1991. In Green Bay, 24.8% of 660 dead eggs (eggs that
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were dead in the nest) contained deformed embryos. Of these, 65% had subcutaneous edema and
hemorrhaging, and 18.9% had bill defects. These data are reported in Table 1 of Ludwig et al.
(1996). Our statistical tests on the raw data in this table indicated significant differences in
deformity rates between colonieg € 31.8, 6 df, p < 0.001). Our tests also showed that the

embryo deformity rate in dead eggs in Green Bay (24.8%) was significantly higher than that found
in colonies in the three areas that were least likely to be exposed to point source releases of PCBs:
southeast Lake Superior (11.39%,%23.0, 1 df, p < 0.001); Georgian Bay on northern Lake

Huron (15.5%y? = 8.5, 1 df, p < 0.02); and the North Channel of Lake Huron (18;7%6.6,

1 df, p < 0.05). Of 315 live eggs from Green Bay, 14.3% contained deformed embryos, compared
with 4% at Lake Winnipegosis. The proportions of the various types of embryo deformities found

in the Green Bay live eggs were not reported. Of 7,975 Green Bay cormorant nestlings, 0.6%
were deformed. These had mainly crossed bills (53% of deformities) and dwarfed appendages
(20.4% of deformities).

Ryckman et al. (in presdn this study of organochlorine contamination and bill defects
among cormorants nesting in the Canadian Great Lakes, no significant associations were found
between regional rates of dill deformities and total PCB concentrations in eggs.

Custer et al. (in press). In addition to the results presented previously, this study also
investigated relationships between deformity rates in chicks of double-crested cormorants and
organochlorine residues. Eggs from nests in which one or more embryos were deformed did not
have significantly higher concentrations of either PCBs or DDE than eggs from nests in which no
deformed young were found. Custer et al. also reported that the frequency of bill deformities
among nestlings at Cat Island in 1994-1995 (0%; 0 of 632) was generally lower than those
reported from cormorant colonies in northern Green Bay during the period 1979-1990 (0.6%-
0.7%). This is in spite of the fact that Cat Island cormorants had higher egg PCB concentrations
[Cat Island 1994-1995: mean of 13.6 mg/kg, wet weight; Spider Island 1988 and 1989: 5.3 and
7.7 mg/kg wet weight, respectively (Tillitt et &992; Larson et al., 1996)]. However, the
deformity rates and egg PCB concentrations in northern Green Bay cormorant colonies in the
years in which the Custer et al. study was performed at Cat Island are not known.

5.2.4 Data Evaluation
Evidence of Adverse Effects in Green Bay Double-Crested Cormorants

Reproductive malfunctionsThe evidence that Green Bay cormorants have suffered adverse
reproductive effects is strong. Two independent studies (Tillitt e1392; Larson et al., 1996)
demonstrated that hatching success rates are significantly lower in Green Bay nests than in control
areas. One other study (Ludwig and Ludwig, undated report b) attempted to compare nesting
success of cormorants in Green Bay with reference sites. Analyses of the data presented in that
study showed no significant differences between hatching success in Green Bay and in other sites.
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In addition to the field studies described above, one study, Powell et al. (1997), attempted to
reproduce the impaired hatching success seen in the field by injecting cormorant eggs in the
laboratory with a PCB congener. They injected cormorant eggs collected from Lake Winnipegosis
(a site where cormorants are not exposed to point source releases of PCBs) with doses of PCB
126 and an extract derived from Green Bay cormorant eggs. The authors found that injections of
PCB 126 significantly reduced hatching success of Lake Winnipegosis eggs but only at doses an
order of magnitude greater than the highest concentrations of PCB 126 that have been found in
Green Bay cormorant eggs. However, it should be noted that Powell et al. did not inject the Lake
Winnipegosis eggs with the mixture of congeners found in Green Bay eggs. Also, there is
uncertainty regarding how closely eggs injected with contaminants or extracts mirror the “natural”’
uptake and effects of contaminants in the field. Overall, however, the Powell et al. study does not
support PCBs as the cause of the reduced hatching success observed among assessment area
double-crested cormorants.

Physical deformationsThe strength of the evidence that Green Bay cormorants have deformity
rates that are elevated with respect to background is strong, depending on which deformity is
addressed and what background level is assumed.

Studies have shown that crossed bills have occurred among Green Bay cormorant chicks (Fox

et al., 1991; Larson et al., 1996; Ludwig et al., 1996). The ratdt défmrmities found in Green

Bay is substantially higher (by a factor of about 10) than that observed at reference sites. The
background rate of bill deformities that is typically observed is usually less than 0.1% (Fox et al.,
1991; Ryckman et al., in press). However, the evidence that such a low rate is representative of all
appropriate reference colonies is not entirely unambiguous. Ross and Weseloh (1988) measured a
large degree of spatial variability in bill deformity rates among Lake Winnipegosis colonies. The
Sugar Island colony in 1988 had a rate of 3.9%, which is much higher than the highest deformity
rate ever measured in Green Bay, or any other location. It should be noted, however, that the
Ross and Weseloh study is the only study, thus far, that has found such high rates of deformities
in cormorants from areas not affected by point sources of contaminants. Indeed, in their research
on Lake Winnipegosis, Larson et al. (1996) included Sugar Island among their sampling locations
and still found that the overall Lake Winnipegosis deformity rate was less than 0.1%. The
relevance of the Ross and Weseloh study is, therefore, uncertain. All studies that have assessed
bill deformity rates in both Green Bay and reference colonies have found higher rates in

Green Bay.

Increased incidences of edema of the head and neck (which constitutes the majority of the
deformities reported in double-crested cormorants) and hemorrhaging are less certain than
crossed bills. Ludwig et al1996) found that 16.2% of dead eggs from Green Bay had embryos
with edema (mainly of the head and neck), and only 6% of live nestlings showed hemorrhaging.
These data indicate that the deformity rate among live chicks may underestimate the true
population rate (since many deformed embryos may die before hatching). However, Langenberg
(1990) examined live eggs from Green Bay and was unable to find abnormal occurrences of
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edema. She concluded that any hemorrhaging that she recorded was an artifact of her handling the
embryos.

In conclusion, bill deformity rates among cormorant embryos and nestlings in the assessment area
have exceeded background rates. However, the occurrence of other types of deformities is not as
conclusive.

Evidence of PCB Effects

This section evaluates the evidence that PCBs are responsible for the observed adverse effects on
reproduction and bill deformity rates. Chapter 4 presented data showing that total PCB and PCB
congener concentrations measured in Green Bay cormorant eggs are at or above concentrations
shown to cause avian toxicity in literature studies. However, because PCB concentrations can be
correlated with concentrations of other lipophilic compounds (Bos¥885), the likelihood of

the adverse effects being caused by other contaminants must also be evaluated.

Reproductive malfunctionsThe four main groups of candidate contaminants that potentially
could cause the effects seen in the Green Bay cormorants are PCDDs, polychlorinated dibenzo-
furans (PCDFs), DDE, and PCBs.

Using the data presented in Yamashita et al. (1993), it is possible to evaluate the relative
contributions of PCDD and PCDF to total dioxin-like toxicity. The analysis in Table 5-7 shows
that the contributions to total toxicity by TCDD and TCDF are less than 5%. A similar result was
obtained in the Kubiak et al. (1989) study of Forster’s terns on Green Bay, where PCDDs
accounted for less than 10% of total toxicity (no PCDFs were found in the terraedd¥EBs

for more than 90%. Also, Tillitt et al1992) diminated PCDD and PCDF residues when

preparing Green Bay cormorant egg samples for H4IIE analysis and found significant correlations
between the responses elicited by the extract and hatching success at Greatlbaless These
results indicate that PCDDs and PCDFs are unlikely to be important contributors to the adverse
effects reported in the Green Bay cormorants.

Table 5-7
Percent Contributions to Total TCDD-EQ by PCB, TCDD, and TCDF Congenerg
in Green Bay Double-Crested Cormorant Eggs

Percent Contribution?

TEFs Used to Estimate| PCB| PCB| PCB| PCB| PCB| 2378 12378 2378
Percent Contribution 77 105 118 126 156/ TCDD| TCDD| TCDF

WHO Avian TEF$ 47.2 26/ <1 441 <1 2.4 <1 <1

a. Van den Berg et al., 1998.
b. Original data from Yamashita et al., 1993.
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Concentrations of PCBs and DDE in Green Bay cormorant eggs are correlated (Custer et al., in
press, r= 0.53, 73 df, p < 0.001). Also, although little research has been carried out on the effects
of DDE on avian embryos at levels of exposure below those known to result in eggshell thinning
and breakage, there is evidence from a field study of common terns that DDE concentrations of
between about 3 and 7 mg/kg wet weight may result in embryo mortality (Fox, 1976). Thus, DDE
may exert effects on embryo mortality other than those associated with eggshell breakage that are
similar to those that may be caused by exposure to PCBs. Possible mechanisms for this are
changes in shell microstructure that are associated with comparatively low levels of thinning, with
consequent disruptions of gaseous transfer, or with direct embryotoxic effects (Fox, 1976).

The three studies that have attempted to rigorously address the potential effects of contaminants
on cormorant hatching success in the field are Tillitt etlQP2), Larson et a{1996), and Custer

et al. (in press). Tillitt et al. concluded that PCBs explained much of the observed variability in
hatching success between Great Lakes cormorant colonies and were responsible for the reduced
hatching success seen in Green Bay. This conclusion was based on the relationships between mean
PCBs and H4IIE results and hatching suctessieen coloniesn contrast, both the Larson et al.

and the Custer et al. studies suggested that PCBs did not explain differences in hatching success
among Green Bay cormorants. The conclusions were based on the lack of significant correlations
when PCB concentrations were compared with individual nest reproductive swithe@sa

colony In addition, Powell et al. (1997) was unable to reproduce embryo mortality among
cormorants in the laboratory when injecting eggs with doses of PCB 126 comparable to those
seen in the assessment area.

The discrepancy between the results of these studies may be at least partly a function of the
different study approaches. Both Larson et al. (1996) and Custer et al. (in press) used the sample
egg technique, in which the reproductive success of individual nests within a colony was measured
and compared with the contaminant concentrations in an egg removed from the same nest.
Because many factors other than contaminants affect the reproductive success of individual nests,
such as nest abandonment, predation, accidental egg breakage, and parental experience, individual
nests within a colony have a high degree of variability that is not expected to be explained by
contaminant concentrations. Indeed, Custer et al. (in press) found that DDE explained only 13%

of the variability in individual nest sgess. Therefore, in this approach the power to detect effects

of contaminants on the inherently variable success of individual nests is low. In contrast, Tillitt

et al. (1992) compared the mean reproductive success across colonies with the mean contaminant
concentrations in eggs taken from the colony. Comparing mean colony success with mean colony
contaminant concentrations across different colonies reduces the variability in the reproductive
success data and allows for a greater ability to detect the effects of contaminants on reproductive
success. However, it should be pointed out that Tillitt etl8BZ) did not compare DDE
concentrations and reproductive success between colonies. Therefore, because of the different
study approaches, the findings of Larson et al. (1996) and Custer et al. (in press) that PCBs are
not correlated with reduced hatching success within the Green Bay colony are not inconsistent
with the finding of Tillitt et al. {992) that PCBs and H4IIE are correlated with mean hatching
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success across colonies and that the Green Bay colony had the highest PCBs and H4IIE activity
and lowest mean reproductive success.

Custer et al. also indicated that in Green Bay cormorants DDE concentrations appeared to explain
a greater percentage of the variability in hatchirggess than PCBs. However, such a small

component of the total variance in hatching success is apparently explained by contaminants that
detecting the effects of individual contaminants would be difficult. The fact that a significant effect

on hatching success was found by Custer et al. for DDE, but not for PCBs, might only reflect this
difficulty rather than the likelihood that only DDE was affecting the cormorants. Also, it cannot

be definitely concluded from the data in Custer et al. that PCBs had no effect on hatching success,
since the only measure of PCB contamination that was analyzed was total PCBs. Using TCDD-eq

in the analysis may also have strengthened the relationship between PCBs and hatching success, as
was found in the Tillitt et al.1092) study.

Furthermore, Custer et al. (in press) found significant negative correlations between egg PCB
concentrations and egg volume and embryo weight, indicating that PCBs were exerting some
effects on the breeding biology of Cat Island cormorants in 1994-1995. Although they did not find
a negative relationship between PCBs and hatching success that was statistically significant at

p < 0.05, the probability of the correlation that they did find being due to chance was 0.13.

Overall, the evidence shows that exposure to PCBs may have resulted in reduced hatching success
among Green Bay cormorants. However, the Custer et al. (in press) study shows that the effects
observed in the assessment area are unlikely to be due to PCBs alone and that DDE has
contributed to the adverse effects.

Physical deformationsPCBs have been shown in controlled experiments to cause deformations

in avian embryos. These have included deformations of the head and bill and legs. However, DDE
is not known to cause such deformities in avian embryos. The other candidate contaminants that
could cause such deformities (PCDD and PCDF) do not occur at concentrations that could
contribute significantly to the deformity rates observed among Green Bay cormorants (see
previous discussion).

Summary and Conclusions

The data reviewed in this report indicate that exposure to elevated concentrations of PCBs has
most likely resulted in adverse effects to double-crested cormorants in Green Bay, including
reduced reproductive success and embryonic deformations. However, the evidence for this is not
as conclusive as that for Forster’s terns. Also, it is likely that other contaminants complicate the
attribution of effects.
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5.3 BLACK -CROWNED NIGHT HERON

Black crowned night-herons are opportunistic feeders. Their diet often consists mainly of fish and
other aquatic organisms, although they also eat terrestrial invertebrates and the nestlings of other
colonial birds (Cramp and Simmorif977).

Three studies summarized in Chapter 4 of this report showed that black-crowned night herons in
the assessment area have been exposed to PCBs: Heinz et al. (1985), Rattner et al. (1993), and
Custer and Custer (1995).

Two studies investigated adverse effects in Green Bay night herons.

Hoffman et al. (1993)n this study, five pipping eggs were collected from the colony on
the CDF in 1984, and the morphologies of their chicks were compared with others from a captive
control colony at Patuxent Wildlife Research Center (PWRC) in Maryland. The two groups did
not differ in egg or embryo weights. The Green Bay chicks had 36% larger livers than the PWRC
chicks, but this difference was not significant. However, Green Bay chicks had significantly higher
liver to body weight ratios than the PWRC chicks.

This study also investigated biomarker activity in the livers of the two groups of embryos. It

found that AHH activity was significantly higher in the livers of the Green Bay chicks by a factor

of three. No PCB concentration measurements were carried out to determine if the morphological
and biomarker differences between the two groups of chicks were associated with differences in
contaminant loads.

Rattner et al. (1993). In this study, PCB concentrations and biomarker activity were
measured in black-crowned night heron chicks from Cat Island, a reference site in Virginia, and
two islands in San Francisco Bay. The Green Bay chicks had the highest levels of biomarker
activity (AHH, EROD, BROD, ECOD, CYP1A, and CYP2B) and the highest PCB
concentrations (9.32 mg/kg wet weight, with a range of 2.4-53 mg/kg wet weight). The Green
Bay PCB concentrations were significantly greater than those found in all of the other colonies.
No morphological abnormalities were reported.

These studies show that black-crowned night herons in Green Bay have been exposed to PCBs at

levels that exceed background concentrations. One study (Hoffman et al., 1993) also suggests that
Green Bay black-crowned night herons may have been injured (enlarged livers).

5.4 TREE SWALLOW

Tree swallows are insectivorous birds that feed on the emerging adult life stages of aquatic
insects. Thus, because of their diet, tree swallows nesting close to the Lower Fox River and Green
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Bay might be expected to be exposed to PCBs. Only one study of contaminants and breeding
success has been performed on this species in the assessment area (Custer et al., 1998). This study
showed that pipping hatchlings and nestlings of tree swallows nesting close to the Lower Fox

River and inner Green Bay had significantly higher PCB concentrations than pipping hatchlings

and nestlings from reference areas.

The breeding success of the Green Bay and Lower Fox River tree swallows was not significantly
different from that of tree swallows at the reference areas. Nor were any embryo or nestling
differences in weight or body condition found. No deformities were observed. These data suggest
that the PCBs measured in the tree swallow hatchlings and nestlings in the assessment area were
not causing adverse effects.

5.5 ReED-BREASTED M ERGANSER

White and Cromartie (1977) and Haseltine et al. (1981) showed that in the 1970s PCB
concentrations in red-breasted merganser eggs on islands off the Door Peninsula were high. Heinz
et al. (1983), a companion study to Haseltine et al. (1981), found, however, that high PCB
residues in 1977 and 1978 were not correlated with rates of nest desertion, hatching success, or
duckling production. Also, Heinz et al. (1994) found no significant difference between merganser
hatching success in 1977-1978 and 1990, despite egg PCB concentrations having decreased by
60%. Thus, the available data do not indicate that the elevated PCB concentrations in Green Bay
red-breasted merganser eggs in the late 1970s were affecting reproduction in this species.

5.6 BALD EAGLES
5.6.1 Status and Ecology in the Lower Fox River and Green Bay

Bald eagle population trends in the Great Lakes can be divided into two phases: mid-century
declines and post-1960s resurgence.

Midcentury population declinesin the middle of this century, bald eagle populations throughout
the contiguous United States and much of Canada underwent drastic reductions. A chronology of
these population declines was reported by Nisbet (1989):

Reproductive impairment in the bald eagle was first reported in Florida in 1947
(Broley, 1958) and became widespread during the 1950s and 1960s (Sprunt, 1963;
Sprunt and Ligas, 1966; Stickel et al., 1966; Postupalsky, 1971; Grier, 1972;
Wiemeyer et al., 1972, 1984; Sprunt et al., 1973). By 1970, a number of local
populations in the lower 48 states of the USA and in southern Canada had been
markedly reduced or extirpated (Broley, 1958; Howell, 1963; Postupalsky, 1971;
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Grier, 1972; Sprunt et al., 1973; USDI, 1974; Kiff, 1980); populations in Alaska
and parts of western and northern Canada were generally unaffected. . . . Several
studies have shown the inter-relationships between eggshell-thinning, reproductive
impairment, populations declines, and levels of contamination with DDE and other
organochlorines (Postupalsky, 1971; Wiemeyer et al., 1972, 1984; Sprunt et al.,
1973).

In the Great Lakes, bald eagles were extirpated from coastal areas and anadromous runs of Lakes
Huron, Michigan (including Green Bay), Ontario, and Superior and nearly extirpated from Lake
Erie by the late 1960s (Bowerman, 1993).

Post-1960s population resurgencBince the mid-1970s, when the use of DDT, PCBs, and other
organochlorine compounds was banned in North America, bald eagles have increased in number.
The lessening of the eggshell-thinning effects of DDT’'s metabolite, p,p’-DDE, has been a major
reason for the current resurgence of bald eagle populations in temperate North America (Grier,
1982; Postupalsky, 1985; Colborn, 1991; Best et al., 1994; Bowerman et al., 1995). The number
of bald eagle breeding pairs within 8.0 km of the Great Lakes coasts increased from 26 in 1977 to
134 in 1993. Furthermore, the reproductive productivity of these birds increased from 0.23 young
per occupied nest in 1977 to 0.87 in 1993 (Bowerman, 1993). Bald eagles breeding within 8.0 km
of the Lake Michigan coast or along streams open to Great Lakes fish runs also increased over
this period, from 2 pairs in 1977 to 28 pairs in 1993. The productivity of these birds increased
from 0.0 young per occupied nest to a high of 0.89 in 1987, but was only 0.46 in 1993
(Bowerman, 1993).

Annual monitoring data collected by staff of Wisconsin DNR and by S. Postupalsky and

W. Bowerman for the State of Michigan (M. Meyer, Wisconsin DNR; D. Best, USFWS, personal
communication, March 1999) show that between 1974 and 1986 bald eagle nesting numbers on
Green Bay and the eastern side of the Door Peninsula were stable at between one and two pairs
(Figure 5-8). A rapid increase in nesting numbers began in 1987, and by 1997 there were

14 nesting pairs. The number of breeding pairs of eagles nesting along the Lower Fox River went
from one in 1986 to three in 1994 to two since 1995. The distribution of the Green Bay and
Lower Fox River nest sites is shown in Figure 5-9.

Bald eagles arrive back on their nesting territories in the assessment area in February, and the
young fledge between early June and July. Depending on ice conditions, bald eagles remain in the
assessment area during the winter; up to 12 have been recorded in December on the Lower Fox
River (Howe et al., 1993). Thus, breeding bald eagles spend a substantial part of the year in the
assessment area.

In August 1989, bald eagles were listed as threatened by the State of Wisconsin. This designation
was removed in August 1997. They are currently listed as threatened by the Service.
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Figure 5-8. Numbers of occupied bald eagle nesting sites on Green Bay.

5.6.2 Diet and Foraging Areas around Green Bay

Diet. There are two studies that describe bald eagle diet in the assessment area. Bath (1991)
guantified prey class percentages at a nest at Kaukauna on the Lower Fox River during the pre-
hatching period. Dykstra and Meyer (1996) collected prey data from the entire nestling period
from nests at Toft Point and Little Tail Point. The results of these studies were combined by

W. Bowerman (personal communication, Lake Superior State University, April 1998) and are
presented in Table 5-8. Data in Dykstra and Meyer (1996) from a nest at Blueberry Island were
not used in this analysis since the nest was located along the Menominee River and might not be
representative of eagles foraging around Green Bay. Also excluded were data collected by
Dykstra and Meyer at Moss Lake since prey data were collected there only during the final

6 weeks of the nestling period, and prey species use changes over the nestling period (Dunstan
and Harper, 1975). Prey items that were not identified in these studies were assigned identities
based on the proportion of prey items that were identified by either class or species. Based on
these observational and prey remains data, bald eagle prey composition on a frequency basis at
Green Bay nests comprises approximately 74% fish, 23% avian prey, and 2% mammals

(Table 5-8), which is similar to the diet composition of bald eagles elsewhere in the Great Lakes
(Bowerman, 1993).
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Figure 5-9. Distribution of bald eagle nest sites in Green Bay and the Lower Fox River
Circles are sites occupied in 1998. Triangles are sites not occupied in 1998 but occupied in previous years.
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Prey of Bald Eagles Nesting on Green Bay and the Lower Fo
River Based on Prey Remains for the Breeding Period,
and Observations during the Pre-Hatch Period

Table 5-8

Class/Species N Percent of Total
Fish
Sucker 23 13.8
Bullhead 30 18.0
Northern pike 28 16.8
Bass 3 1.8
Other centrarchids 6 3.6
Walleye 2 1.2
Bowfin 11 6.6
Carp 14 84
Freshwater drum 2 1.2
Alewife 1 0.6
Gizzard shad 4 2.4
Subtotal 124 74.4
Birds
Herring and ring-billed gulls 15 9.0
Mergansers 2 1.2
Other ducks 4 2.4
Double-crested cormorant 1 0.6
Common raven 1 0.6
American crow 2 1.2
Unknown heron 1 0.6
Other birds 12 7.2
Subtotal 38 22.8
Mammals
Muskrat 2 1.2
White-tailed deer 1 0.6
Red fox 1 0.6
Subtotal 4 2.4
Reptiles
Unknown turtle 1 0.6
Subtotal 1 0.6
Total 167 100.2

Sources: Analysis of data in Bath, 1991 and Dykstra and Meyer, 1996, b
W. Bowerman, Lake Superior State University, personal communication,

April 1998,
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Foraging areas.Observations of bald eagles nesting at Kaukauna on the Lower Fox River

showed that during February through May 1991 the adults foraged along the Fox River and
generally within 0.5 km of the nest, but ranged up to 3.0 km (Bath, 1991). No data exist that
allow the determination of foraging ranges at Green Bay nests; however, most previous studies of
bald eagle foraging assumed a radius of 8.0 km from the nest as the likely foraging area
(Bowerman et al., 1995).

5.6.3 Ecological Traits that Could Affect PCB Exposure of Bald Eagles

Bald eagles nesting around Green Bay and along the Lower Fox River have a high potential for
exposure to PCBs. First, they are likely to be either year-round residents in the assessment area or
present for a substantial part of the year. Second, birds nesting on the Green Bay or Lower Fox
River shorelines are likely to obtain much of their food from the contaminated aquatic systems,

and even those birds nesting farther inland (up to about 8 km) are also likely to be dietarily
exposed to assessment area contaminants. Lastly, bald eagles are tertiary predators that include
high trophic level predatory birds and fish within their diet (Table 5-8). Because of these
characteristics, bald eagles are potentially liable to be exposed to high levels of lipophilic
compounds that bioaccumulate through trophic levels, such as PCBs.

5.6.4 Bald Eagle Exposure Pathways

The main exposure route through which bald eagles that nest on Green Bay and the Lower Fox
River are exposed to PCBs is the dietary pathway. In this section, the following questions are
addressed: Do the prey species that constitute the diet of the bald eagle in the assessment area
have elevated PCB concentrations, and do bald eagle tissue analyses indicate that eagles are
exposed to PCBs?

PCBs in Bald Eagle Prey

Many of the fish and bird species known to be eaten by bald eagles nesting in Green Bay are
contaminated with PCBs (Table 5-9). Data on PCB concentrations in alewife, gizzard shad, and
rainbow smelt described in Section 5.1 show that these species, also, are contaminated with PCBs
in the assessment area. These data show that bald eagles in the assessment area are exposed to
PCBs in their diets.

PCBs in Bald Eagle Tissues
Table 5-10 shows the total PCB concentrations in bald eagle eggs from nests around Green Bay

from 1986 (when the earliest sample was collected) until 1997 (data from Wisconsin DNR and
USFWS contaminants databases provided by M. Meyer, Wisconsin DNR, and D. Best, USFWS).
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Table 5-9
PCB Concentrations in Potential Bald Eagle Prey from the Assessment Area
PCB Concentrations
(mg/kg wet weight)
Sample| Ranges (where known
Prey Species Date| Locality] Tissug Size in Parentheses Reference
Mallard 1985-| Lower Muscle 55 0.4 Amundson, undated report
1986 | Fox River| skin, (0-1.5)
and fat
Double- 1987-| Green Bay Whole 6 84.8 USFWS, 1993
crested 1988 body
cormorant
Sucker 1979| Green Bay Whole 4 2.6 Wisconsin DNR,
body (1.7-4.4) 1971-1995
Bullhead 1979| Green Bay Wholg 1 2.1 Wisconsin DNR,
body 1971-1995
Northern pikg 1979 Green Bay Whole 1 10.5 Wisconsin DNR,
body 1971-1995
Carp 1979-| Green Bay Whole 116 4.0 Wisconsin DNR,
1989 body (0.04-10.5) 1971-1995;@nolly et al.,
1992
a. Mean of measurements.

These data show that bald eagles nesting in the assessment area have been exposed to PCBs.
DDE concentrations in bald eagles are also shown in Table 5-10 and will be discussed in
Section 5.6.6.

Figure 5-10 compares the Green Bay 1986-1997 egg PCB and DDE concentrations with
concentrations in eggs from inland Michigan and inland Wisconsin. PCB and DDE concentrations
are significantly higher in the Green Bay eggs than in eggs from nests in inland Michigan (t = 5.9,
p <0.001, and t = 4.9, p <0.001, respectively) and Wisconsin (t = 6.12, p < 0.001, and t = 4.4,
p < 0.001, respectively).

Table 5-11 shows the total PCB concentrations in bald eagle nestling blood plasma from the
assessment area from 1987 to 1995 (Dykstra and Meyer, 1996) and from inland Michigan.
Although no statistical tests were carried out by Dykstra and Meyer, the plasma levels in
assessment area chicks exceed those in chicks from inland Michigan.

The above data confirm that assessment area bald eagles are likely to forage in areas that contain
contaminated fish and wildlife, and that their prey has highly elevated PCB concentrations. They
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Table 5-10
PCB and DDE Concentrations (mg/kg fresh wet weight) in Bald Eagle Eggs
from Green Bay and the Lower Fox River
Breeding Area/State/Number Year Total PCBs DDE
Green Bay
Peshtigo River/WI/MT-07 1987 13.0 2.4
Boutlier Lake/MI/DE-15 1986 55.3 30.2
Fishdam River/MI/DE-17 1990 26.6' 10.22
Fishdam River/MI/DE-17 1991 27.2 7.4
Peshtigo River/WI/MT-07 1991 56.5 12.¢
Peshtigo River/WI/MT-16 1992 66.6" 14.7
Peshtigo River/WI 1995 120.0 21.0
Fishdam River/MI/DE-17 1992 28.5 112
Squaw Point/MI/DE-18 1992 28.7 12.3
Squaw Point/MI/DE-18 1993 42.3 12.9
Moss Lake/MI/DE-09 1994 24.3 4.3
St. Vital's Point/MI/DE-20 1997 22.4 8.3
Oconto/WI 1997 88.0 16.0
Fox River
Kaukauna Lower Fox River/OU-1 1990 36.0 1.1
Mean of Green Bay edgs n=13 46.1 12.5
a. Mean of two eggs.
b. Mean of three eggs.
c. Multiple eggs from the same breeding area in a given year averaged prior to determining mean.
Sources: Dykstra and Meyer, 1996; Wisconsin and USFWS contaminants monitoring databases.

also show that Green Bay bald eagle eggs and plasma are contaminated with PCBs. Furthermore,
the PCB concentrations in Green Bay bald eagle tissues significantly exceed those from inland
control populations.

The contaminant concentrations in the Fox River pair of bald eagles are less clearly characterized.
Only one egg has been analyzed; however, egg and nestling plasma data indicate that the Fox
River birds are exposed to elevated concentrations of PCBs.
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Figure 5-10. Mean PCB and DDE concentrations in bald eagle eggs from Green Bay,
inland Michigan, and inland Wisconsin.Vertical lines represent one standard deviation.

5.6.5 Injuries to Assessment Area Bald Eagles

This section evaluates current evidence that assessment area bald eagles have been injured,
focusing on reproductive malfunctiohs. We then present an analysis of causality in which the
main question addressed is whether observed injuries have been caused by exposure to PCBs.

Malfunctions in Green Bay Bald Eagle Reproduction

Figure 5-11 shows productivity histories of individual nests of bald eagles nesting in inland
Michigan, inland Wisconsin, and Green Bay. These data show that there is much variability in

1 Bowerman et al. (1994b) reported six instances of bill deformitiemg@reat Lakes bald eagle

nestlings. No such abnormalities have been reportedg@assessment area birds. As a result, this effect is not
considered further for bald eagles.
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Table 5-11
PCB Concentrations {.g/kg wet weight) in Plasma of Nestling Bald Eagles
from Green Bay and the Lower Fox River
Breeding Area/State/Number Year Total PCBS®

Green Bay

Granskog Lake/MI/DE-13 1987 229

Boutlier Lake/MI/DE-15 1987 319

Peshtigo River N/WI/MT-16 1992 901

Toft Point/WI/DO-01 1994 121

Oconto River-Thome/WI/OC-04 1994 393

Toft Point/WI/DO-01 1995 150

Blueberry Island 1994 83

Blueberry Island 1995 87
Fox River

Kaukauna/WI1/OU-01 1991 120

Kaukauna/WI1/OU-01 1992 318

Kaukauna/WI1/OU-01 1993 226

Kaukauna/WI1/OU-01 1994 547

Kaukauna/WI1/OU-01 1995 290
Mean Green Bay n==8 2854
Mean Fox River n=5 300.2
Mean Inland Michigah n=79 24
a. Data from Dykstra and Meyer, 1996.
b. Bowerman et al., 1994a.

inter-year productivity at individual nests. They also show, however, that the pattern for Green
Bay nests is different from that in the two inland areas in that the Green Bay nests fail to produce
young on a more consistent basis.

Figure 5-12 shows the mean annual productivity (number of large young produced) of Green Bay
bald eagles compared with that of birds nesting in inland Michigan and inland Wisconsin between
1974 and 1998 (data provided by M. Meyer of Wisconsin DNR and D. Best of the USFWS).
Mean annual productivity among inland Michigan and Wisconsin birds has consistently
approximated or exceeded 1.0 young/nest, the productivity rate needed to maintain a healthy
population (Kubiak and Best, 1991). Green Bay eagles had zero productivity during the period
from 1974 until 1979. Green Bay nest productivity averaged at least 1.0 young per nest from
1980 to 1982 and from 1985 through 1987. After each of these three-year periods, productivity
declined dramatically, reaching 0.0 within 1 or 2 years. However, during these periods there was
only one or two pairs of eagles nesting in the assessment area (Figure 5-8). Productivity among
Green Bay bald eagles has been at or near 1.0 young/year for 1995 through 1998. The
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inland Wisconsin (IWI), and Green Bay (GB).Only nests for which there are both egg contaminants

Figure 5-11. Productivity histories of individual bald eagle nests in inland Michigan (IMI),
and productivity data are shown.
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Figure 5-11 (cont.). Productivity histories of individual bald eagle nests in inland Michigan

(IM1), inland Wisconsin (IWI), and Green Bay (GB). Only nests for which there are both egg
contaminants and productivity data are shown.
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Figure 5-12. Mean annual productivity of bald eagles nesting on Green Bay (open circles),
inland Michigan (triangles), and inland Wisconsin (crosses).

overall productivity rate of Green Bay bald eagles from 1974 through 1998 is significantly lower
than for bald eagles in inland Wisconsjs € 29.5, 1 df, p < 0.001) and inland Michigan
(x?=22.9, 1 df, p < 0.001).

Table 5-12 presents the results of an analysis of the proportions of nests in Green Bay, inland
Michigan, and inland Wisconsin that produced no, one, two, or three chicks during the period

from 1974 to 1988. These data show that a higher proportion of bald eagle nest attempts in Green
Bay resulted in no chicks being reared (0.54) than in either of the inland areas (0.36 and 0.34).
Conversely, more inland nesting attempts resulted in one or more chicks being reared (0.63 and
0.66) than in Green Bay (0.46). These data support the conclusions of our previous mean
productivity analysis by confirming that productivity is reduced in the assessment area.

Table 5-13 shows that the productivity of bald eagles nesting on the Fox River during the period
from 1988 to 1998 was higher than in Green Bay. From 1988 to 1994 (when productivity among
Green Bay eagles was low), the Fox River nests produced an average of 1.7 young/active nest.
Since 1995, this productivity has been 2.4 young/active nest. The contaminants data from these
sites suggest that the ratio of PCB to DDE in eggs and plasma may also be different from that for
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Table 5-12

Proportions of Breeding Outcomes (0, 1, 2, or 3 chicks reared) among Green Bay,
Inland Wisconsin, and Inland Michigan Bald Eagles

Number of
Nests and
Area (nest years) 0 Chicks 1 Chick 2 Chicks 3 Chicks
Green Bay 23 (137) 0.52 (0.53) 0.25(0.20) 0.18 (0.24)  0.03(0.03)
Inland Wisconsin 172 (1700) 0.34 (0.37 0.25 (0.25) 0.36 (0.34) 0.05 (0}j04)
Inland Michigan 251 (2664) 0.36 (0.37 0.29 (0.31) 0.31 (0.30) 0.03 (0.p2)

a. Proportions calculated for all nest/years in region without distinguishing between nests.
b. Average proportions calculated for each nest then combined in regional averages.

Table 5-13

from 1988 to 1998

Productivity (large young raised per active nest) of Fox River Bald Eagles

Nest Name 88| 89 90 91 92 93 94 95 96 i 98
Kaukauna, WI 2 1 0 3 3 3 1 3 2 3
Mud Creek, WI 2 3 1 2 3
East River, WI 0
Productivity Summary, All Nests
Number of active nests 1 1 1 1 1 1 3 2 2 2 p
Number of young reared 2 1 0 3 3 3 3 6 3 4 5
Young/active nest 2 1 0 3 3 3 1 3 15 2 3

Source: USFWS and Wisconsin DNR bald eagle productivity databases.

Note: a blank cell indicates that the nesting territory was unoccupied in that year.

the Green Bay eagles (Tables 5-10 and 5-11). However, the relatively few data that are available
also suggest that the toxicity of the PCBs measured in the Fox River egg may be less than that
measured in Green Bay eggs. Using the H4IIE bioassay method, two eggs from a Peshtigo Marsh
nest in 1988 averaged 147.5 pg/g TCDD-EQ, while one egg from the Kaukauna nest on the Fox
River in 1990 had only 34 pg/g TCDD-EQ (Dilliit, USFWS, unpublished data). Thus, although
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the Fox River eagles may have total PCB concentrations in their eggs that are similar to those in
the eggs of Green Bay birds, their toxicity may be less.

Also, bald eagles nesting on Green Bay may have less opportunity to forage in uncontaminated
areas than the Kaukauna and Mud River birds, which are close to Lake Winnebago (Figure 5-9)
where uncontaminated prey can be obtained. This complicates the analysis of what may be
causing the increased productivity of the Fox River birds. Overall, given the small sample sizes
that are available for the Fox River birds, the reason that they have higher productivity than Green
Bay birds is uncertain.

The data presented above confirm that, like other Great Lakes coastal populations of bald eagles
(e.g., Kubiak and Best, 1991; Best et al., 1994; Bowerman et al., 1995), eagles nesting around the
Green Bay coastline have suffered decreased reproductive rates. The reduced productivity in the
assessment area began in 1974, when the area was first recolonized, and continued up until at
least the mid-1990s.

5.6.6 Green Bay Bald Eagle PCB and DDE Tissue Residues and Toxicity Thresholds

Kubiak and Best (1991), Wiemeyer et al. (1993), and Nisbet and Risebrough (1994) have used
relationships between geospatial differences in PCB and DDE concentrations and productivity to
postulate toxicity thresholds for each contaminant. The results are shown in Table 5-14. From
these data, egg toxicity thresholds (concentrations at which adverse impacts on productivity
become likely) may be >3.0 mg/kg wet weight for PCBs and >3.6 mg/kg wet weight for DDE.
Major impacts on productivity (reductions of 50% or greater) are suggested at PCB and DDE
concentrations of 13-23 mg/kg wet weight and 3.6-6.3 mg/kg wet weight, respectively.

Studies of the closely related white-tailed sea eagle in Scandinavia have also attempted to
determine the contributions of PCBs and DDE to reduced hatching success (Helander et al., 1982;
Helander et al., 1998; Olsson et al., 1998). These studies have not been entirely successful in
determining contributions (because of the high correlation between the two contaminants in eggs).
However, Olsson et al. (1998) suggested a total PCB embryo mortality LOEL of 300 mg/kg wet
weight. The relevance of these studies to bald eagles is not yet clear.

All 13 of the Green Bay bald eagle eggs analyzed (Table 5-10) either equaled or exceeded

13 mg/kg wet weight PCBs, and 12 of these eggs are within or exceed the 3.6-6.3 mg/kg wet
weight DDE range. Based on the thresholds in Table 5-14, the PCB concentrations in all of the
Green Bay eggs are sufficient to result in major reproductive failure. The same is true for DDE for
most of the eggs. Thus, based on the above thresholds, both PCBs and DDE could have been
responsible for the reduced productivity observed in Green Bay bald eagles before the mid-1990s.
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Table 5-14
Bald Eagle Egg Toxicity Levels Identified from Comparisons
of Regional Productivities and Contaminant Concentrations
Egg PCB Egg DDE
Toxic Level Toxic Level
(mg/kg fresh | (mg/kg fresh
Productivity Response wet weight) wet weight) Reference
“Normal” productivity <3.0 <3.6 Wiemeyer et al1,993
10% productivity reduction 3.0-5.6 Wiemeyer et al., 1993
30% productivity reduction 5.6-13.0 Wiemeyer et al., 1993
50% productivity reduction 13-23 3.6-6.3 Wiemeyer et al., 1993
70% productivity reduction >23 Wiemeyer et al.1993
75% productivity reduction >6.3 Wiemeyer et al1,993
“Healthy” reproduction <1.7 <6.0 Kubiak and Best, 1991
No productivity reduction <25 Nisbet and Risebrough994
Productivity approximately halvad >5.0 Nisbet and Risebrough, 1994

To investigate potential relationships between productivity and PCBs in bald eagle eggs, the
productivity data in Figure 5-11 were converted to probabilities that bald eagles in the assessment
area and in the two inland reference areas will raise either no young or one or more young, and
were assessed in relation to egg PCB concentrations. Productivity observations for individual nest
years were omitted if they were separated by more than two years from years in which PCB
concentration data were available for that nest. In cases where multiple PCB records were
available for the same nest, but were separated by more than four years, independent productivity
probabilities were calculated for the two or more periods. The series of productivity records that
were retained by this procedure were used to calculate the relative frequency of producing a
particular number of chicks, which was used to represent probabilities. These probabilities are
presented in relation to the PCB concentrations measured in eggs from those nests (Figure 5-13).
Figure 5-13 shows that the probability that bald eagle nests will rear no young rises steeply after
egg PCB concentrations exceed 20 mg/kg fresh wet weight. Conversely, thdliprdbabbirds

will raise one or more young falls after that concentration. All but one of the Green Bay bald

eagle eggs that have been analyzed (Table 5-10) had PCB concentrations that exceed this
threshold. This indicates that, based on the 20 mg/kg threshold, PCB concentrations in Green Bay
bald eagle eggs are sufficient to result in reduced productivity.
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Figure 5-13. Probability of bald eagles in inland Michigan and Wisconsin and Green Bay
producing no young (open circles) or one or more young (triangles) in relation to egg PCB
concentrations.

5.6.7 PCBs and DDE and Reduced Reproductive Success among Green Bay Bald Eagles

The data presented in Sections 5.6.4 through 5.6.6 show that Green Bay bald eagles have elevated
egg and plasma PCB and DDE concentrations. They also show that Green Bay bald eagles,

during the period from 1987 until the mid-1990s, had significantly lower reproductive success

than inland Wisconsin or Michigan birds and that, based on toxicity thresholds, the reduced
reproduction could be attributable to the elevated PCB and DDE concentrations.
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Previous studies of Great Lakes bald eagles [Kubiak and Best (1991), Bowerman (1993),
Bowerman et al. (1994a), and Bowerman et al. (1995)] found that productivity among Great
Lakes bald eagles was negatively correlated with both PCB and DDE concentrations in eggs and
attributed the reduced reproductive success to these contaminants. Dykstra and Meyer (1996)
evaluated the causes of the low productivity in Green Bay bald eagles and found that the low
productivity was not attributable to either food availability (indices of food availability were

similar to inland Wisconsin nests) or disturbance (adult attendance patterns at the nests were also
similar to inland birds). Dykstra and Meydr906) concluded that the reduced productivity among
Green Bay bald eagles was caused by PCBs and/or DDE. PCB and DDE concentrations are
typically correlated in bald eagle eggs [Wiemeyer et al. (1993): r = 0.76; analysis of data in
Dykstra and Meyer (1996): r = 0.65; analysis of mean PCB and DDE concentrations in bald eagle
eggs from seven Great Lakes regions in Kubiak and Best (1991): r= 0.9; Clark et al. (1998):

r = 0.91]. Figure 5-14 shows the relationship between PCB and DDE concentrations in bald eagle
eggs from Green Bay. These data are from the USFWS and Wisconsin DNR contaminants
monitoring databases. PCBs are positively correlated with DDE (r = 0.67, p < 0.05). Figure 5-15
shows a similar analysis but using all of the egg concentration data from Green Bay, inland
Michigan, and inland Wisconsin. PCBs are again significantly correlated with DDE (r = 0.8,

p < 0.001). This correlation between contaminants has proven to be a difficulty in previous
attempts to quantify their relative contributions to reduced productivity in bald eagles (Wiemeyer
et al., 1993; Dykstra and Meyer, 1996).
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Figure 5-14. Relationship between PCB and DDE concentrations in Green Bay bald
eagle eggs.
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Figure 5-15. Relationship between PCB and DDE concentrations in bald eagle eggs from
Green Bay (solid circles) and inland Michigan and Wisconsin (open circles).

Figures 5-16 through 5-19 show the relationships between PCB and DDE concentrations in eagle
eggs from Green Bay, inland Wisconsin, and inland Michigan and two measures of productivity:
the mean number of young reared at the site from which an egg was taken for chemistry analysis
during the year of egg collection and the year preceding and subsequent to that event (3-year
productivity), and the mean number of young reared at the site from which an egg was taken for
chemistry analysis during the year of egg collection and the two years preceding and subsequent
to that event (5 year productivity). These chemistry and productivity data were obtained from the
USFWS and Wisconsin DNR monitoring data sets supplied by D. Best (USFWS) and M. Meyer
(Wisconsin DNR).

Figures 5-16 through 5-19 show negative relationships between both PCB and DDE egg
concentrations and productivity. These negative correlations are statistically significant for PCBs
and 3 year productivity (r = -0.4, p < 0.001), DDE and 3 year productivity (r = -0.36, p < 0.01),
PCBs and 5 year productivity (r = -0.4, p < 0.001), and DDE and 5 year productivity (r = -0.3,

p < 0.001). Productivity in reference areas normally averages about 1.1 young/nest (Figure 5-11);
thus, Figures 5-16 through 5-19 show that increases in egg PCB and DDE concentrations are
associated with markedly reduced productivity. In contrast, in a recent study, Donaldson et al.
(1999) found no significant relationships between productivity and either PCBs or DDE in eggs or
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Figure 5-16. Egg PCB concentrations and 3-year mean productivity at bald eagle nests
on Green Bay (solid circles) and in inland Michigan and Wisconsin (open circles).
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Figure 5-17. Egg DDE concentrations and mean 3-year productivity at bald eagle nests
in Green Bay (solid circles) and in inland Michigan and Wisconsin (open circles).
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Figure 5-18. Egg PCB concentrations and mean 5-year productivity at bald eagle nests
on Green Bay (solid circles) and in inland Michigan and Wisconsin (open circles).
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Figure 5-19. Egg DDE concentrations and mean 5-year productivity at bald eagle nests
on Green Bay (solid circles) and in inland Michigan and Wisconsin (open circles).
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nestling plasma from the Canadian Great Lakes. The reasons for the differences between the
results of our analysis and those of Donaldson et al. are unclear.

However, the data reported in Donaldson et al. show that the period over which productivity was
measured (1980-1996) was largely subsequent to a period in which PCB and DDE concentrations
in Lake Erie bald eagle eggs had undergone substantial declines (1974-the early to mid 1980s).
Thus, the productivities of the nests were measured after contaminants had declined (by
approximately factors of 4).

5.6.8 The Relative Contributions of PCBs and DDE to Reduced Reproductive Success
in Green Bay Bald Eagles

In this section we evaluate the relative contributions of PCBs and DDE to the reduced
reproductive success among Green Bay bald eagles. We concentrate on PCBs and DDE because:
these are the only contaminants that have been found in Great Lakes bald eagle tissues in high
enough concentrations to result in adverse effects (Bowerman et al., 1995); they are the
contaminants that have been most closely correlated with bald eagle reproductive success in the
Great Lakes and elsewhere (Wiemeyer et al., 1984; Kubiak and Best 1991; Nisbet and
Risebrough, 1994; Bowerman et al., 1995; Clark et al., 1998); and they are known to result in the
types of adverse effect (embryo mortality and reduced reproductive success) observed in
assessment area bald eagles.

To evaluate whether PCB effects on productivity in Green Bay can be differentiated from those of
DDE, we performed partial correlation analyses. In these analyses, we partialled out DDE

[making the conservative assumption that DDE is having a significant effect on productivity] to
evaluate whether PCBs explain a significant amount of the residual variation. The results of these
tests (Pearson and Spearman) are shown in Table 5-15. Egg PCB concentrations did not explain a
significant amount of the residual variation.

Table 5-15
Partial Correlation Coefficients Obtained in Pearson and
Spearman Analyses of Egg PCB Concentrations and Productivity

Test 3-Yr Productivity 5-Yr Productivity
Pearson -0.01 (0.92) 0.00 (0.93)
Spearman 0.03 (0.77) 0.05 (0.66)

Note that p values are given in parentheses.
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In a complementary analysis, we then partialled out the effects of PCBs to evaluate whether DDE
explains a significant amount of the residual variation. The results of these tests (Pearson and
Spearman) are shown in Table 5-16. Egg DDE concentrations did not explain a significant
amount of the residual variation.

Table 5-16
Partial Correlation Coefficients Obtained in Pearson and
Spearman Analyses of Egg DDE Concentrations and Productivity

Test 3-Yr Productivity 5-Yr Productivity
Pearson -0.15 (0.17) -0.16 (0.15)
Spearman -0.13 (0.24) -0.11 (0.32)

Note that p values are given in parentheses.

The results of the analyses described above are not sufficient to allow us to determine the relative
contributions of PCBs and DDE to reductions in productivity in Green Bay bald eagles. The
exceedences of the thresholds developed by Nisbet (1989), Kubiak and Best (1991), Wiemeyer
et al. (1993), Nisbet and Risebrough (1994), and Stratus Consulting (Section 5.6.6), and the
correlations shown above, suggest that both contaminants may be affecting productivity and that
separating their effects, given the degree of correlation, is not feasible.

5.6.9 Summary
The data and analyses on bald eagles described in this section show the following:
> Green Bay bald eagles have been exposed to PCBs through their diet.

> PCB concentrations in bald eagle eggs and chick plasma in Green Bay are significantly
higher than those in reference areas.

> Productivity among Green Bay bald eagles was significantly reduced relative to reference
area eagles from 1974 until at least the mid-1990s.

> Exceedences of the Kubiak and Best (1991), Wiemeyer et al. (1993), and Nisbet and
Risebrough (1994) thresholds and thresholds developed by Stratus Consulting, together
with the negative correlations between PCB and DDE egg concentrations and
productivity, indicate that PCBs and/or DDE have contributed to the reduced productivity
of Green Bay bald eagles.
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Given the limitations of the chemistry and productivity data sets and of correlation among
contaminants, it is not possible to determine the relative contributions of PCB and DDE to
the reduced productivity of Green Bay bald eagles.




CHAPTER 6
| NJURIES TO WATERFOWL : CONSUMPTION ADVISORIES

Previous chapters discussed toxicological injuries to birds caused by PCBs. In this chapter we
evaluate injuries to waterfowl (ducks and geese) in Green Bay associated with PCB accumulation
in bird tissue in excess of federal or state action, tolerance, or consumption advisory levels. In
addition to the toxicological injuries described in previous chapters, the Departmental NRDA
regulations specify that injury has occurred when concentrations of hazardous substances are
sufficient to “exceed action or tolerance levels established under section 402 of the Food, Drug
and Cosmetic Act” [43 CFR 8 11.62(f)(1)(ii)] or “exceed levels for which an appropriate State
health agency has issued directives to limit or ban consumption” [43 CFR 8§ 11.62(f)(1)(iii)].

6.1 STATUS AND ECcoLOGY OF WATERFOWL

Waterfowl are both breeding summer residents and passage migrants in the assessment area (see
Chapter 2). During the summer months, surface feeding ducks and geese such as mallard, teal,
gadwall, and Canada geese nest in the marshes adjacent to Green Bay, whereas red-breasted
mergansers nest on many of the islands that are adjacent to the Door Peninsula (White and
Cromartie, 1977; Heinz et al., 1983). In the fall, the breeding populations are augmented by large
numbers of migratory ducks and geese (Robbins, 1991). These migrants, including scaup,
bufflehead, goldeneye, redheads, and canvasbacks, feed in the bay until they are forced by the
onset of winter to move to more southerly wintering areas. During the fall influx, the waterfowl! in
Green Bay and its surrounding wetlands are intensively hunted and comprise an important
recreational resource (K. Stromborg, U.S. Fish and Wildlife Service, personal communication,
1998).

6.2 PATHWAY AND EXPOSURE ANALYSIS

No data have been reported on the diets of waterfowl species in Green Bay. However, based on
what is known about the diets of waterfowl in general (Ehrlich et al., 1988), many of the species
that inhabit the bay (e.g., mallard, teal, gadwall) are primarily herbivorous, consuming aquatic and
marsh vegetation. Others (e.g., goldeneye, canvasbacks, and buffleheads) are likely to consume
mainly benthivorous organisms such as molluscs, while mergansers are mainly piscivores and prey
on small forage fish (Ehrlich et al., 1988).
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PCB contamination in assessment area forage fish is described in Section 5.1.2. These data
demonstrated that forage fish contain elevated concentrations of PCBs and serve as a component
of the dietary pathway to higher trophic levels.

No data have been reported on PCBs in the diets of herbivorous or benthivorous waterfowl in the
assessment area. However, given that water, sediment, phytoplankton, and zooplankton in the
assessment area are contaminated with PCBs, it is likely that aquatic plants consumed by
waterfowl are contaminated with PCBs. In addition, Beyer et al. (1997, 1998) found that up to
18% of the diet of swans, geese, and ducks can be incidentally ingested sediment. Thus,
herbivorous and benthivorous waterfowl species are likely to be exposed to PCBs in the
assessment area through ingestion of food items and incidental uptake of sediments.

Tissue analysis of various waterfowl species confirms that individuals from Green Bay have been
exposed to PCBs. These data are summarized in Table 6-1.

Table 6-1
PCB Concentrations Measured in the Tissues of Waterfowl from Green Bay
Mean PCB
Conc. (mg/kg
Species Diet Tissue Site Year wet weight) Reference

Red-breasteq fish eggs Door Cty. 1975 44.7 White and Cromartie, 1977
merganser
Red-breasteq fish eggs Door Cty. 1977/1978 20 Haseltine et al., 1981
merganser
Red-breasteq fish eggs Door City. 1990 11.1 Williams et al., 1995b
merganser
Common fish eggs Door Cty. 1975 79.4 White and Cromartie, 1977
merganser
Mallard plants eggs Door Cty. 1977/19y8 2 Haseltine et al., 1981
Mallard plants | muscle, skip, Lower Fox 1985/1986 0.4 ulaison, undated

and fat River
Mallard plants | muscle, skip, Lower Fox 1987 0.37 Wisconsin DNR wildlife

and fat River and contaminants database

inner Green (supplied by K. Patnode,
Bay B. Hill of WDNR)
Mallard plants| muscle anl Green Bay 19971 0.45 USFuviBublished data
skin
Scaup benthos muscle apnd  Southern 1997 2.0 USkM{iBiblished data
skin Green Bay

a. Assumed based on species description in Ehrlich et al., 1988.
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Except for Amundson (undated), none of these studies reported PCB concentrations in waterfowl
from reference areas. Amundson reported that the mean PCB concentration among 55 mallard
from the assessment area in 1985-1986 (0.43 mg/kg wet weight) was significantly greater than
that reported among mallard from inland areas of Wisconsin (0.19 mg/kg wet weight). Amundson
also found that only 20% of inland Wisconsin mallard exceeded the PCB detieation

compared with 64% of mallard from the assessment area.

Overall, these data confirm that waterfowl in Green Bay have been exposed to PCBs and that, at
least for mallard, they have PCB body burdens that exceed those from reference areas.

6.3 INJURIES TO WATERFOWL IN GREEN BAY

In this section we show that waterfowl in the assessment area have been injured by their exposure
to PCBs. These injuries comprise exceedences of “action or tolerance levels established under
section 402 of the Food, Drug and Cosmetic Act” [43 CFR 8§ 11.62(f)(1)(ii)] and exceedences of
“levels for which an appropriate State health agency has issued directives to limit or ban
consumption” [43 CFR 8 11.62(f)(1)(ii))]. We first discuss the procedural bases for the federal
tolerance level and the state advisories. We then present data that show that waterfowl in the
assessment area have PCB tissue concentrations that exceed federal and state action or tolerance
levels. Lastly we describe the waterfowl consumption advisory imposed in the assessment area by
the State of Wisconsin in response to the measured PCB concentrations in waterfowl tissue.

6.3.1 Basis of the Federal Tolerance Level

The Food, Drug, and Cosmetic Act (21 U.S.C. 301 et seq.) authorizes the federal Food and Drug
Administration (FDA) to protect the public health by regulating food shipped in interstate
commerce. Sections 402 and 406 of the Act prohibit food from interstate commerce if the food
contains any added poisonous or deleterious substance that is unsafe, unless the presence of the
poisonous or deleterious substance cannot be avoided. Section 406 authorizes thénkiDA to

the quantities of such substances by using formal rulemaking to set legal limits called tolerances.
The tolerances are set at the level necessary to protect public health, taking into account the
extent to which the substance is unavoidable and the ways that a consumer may be affected by the
same or other deleterious substances (44 Fed. Reg. 38,330).

No tolerances have been established for waterfowl per se, but in 1972, the FDA proposed
tolerances for PCBs in poultry (37 Fed. Reg. 5,705). The FDA acknowledged that there was
limited knowledge of the toxicological effects of PCBs, but that PCBs appeared to be of moderate
acute toxicity. The proposed temporary tolerance for poultry was 5.0 mg/kg wet weight on a fat
basis. In 1973, the FDA issued regulations setting temporary tolerances for PCBs in poultry
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(38 Fed. Reg. 18,096). The FDA called the PCB tolerances “temporary” because “new data may
justify a further downward revision of the tolerances” (42 Fed. Reg. 17,493).

In 1977, the FDA proposed reducing the poultry tolerance from 5.0 mg/kg wet weight (fat basis)
to 3.0 mg/kg wet weight (fat basis). In proposing this reduction, the FDA stated that it needed to
balance protecting public health with avoiding excessive losses of food (42 Fed. Reg. 17,487).
The proposal to reduce the tolerance to 3.0 mg/kg wet weight (fat basis) contained an extensive
discussion of the basis for the decision based on the contaminant having become more avoidable
and on new toxicity data on PCBs.

On June 29, 1979, the FDA issued a final rule reducing tolerances for PCBs (44 Fed. Reg.
38,330). The FDA also removed the designation “temporary” from the tolerances because the
word was deemed not to have legal significance under Section 406 of the Food, Drug, and
Cosmetic Act.

6.3.2 Basis for State Waterfowl Consumption Advisories

In 1984 Wisconsin initiated its wildlife contaminant monitoring program (Amundson, undated;

Miller, 1987). This program was initiated for two reasons: first the state was cognizant that it had
a responsibility to assure that game harvested by sportsmen was “healthy, wholesome, and free of
contamination” (Miller, 1987); second the state wanted to monitor contaminant levels in wildlife
species (Miller, 1987).

The results of the monitoring program showed that the majority of game over most of the state
was relatively free of contamination. However, for certain species in certain regions, contaminants
such as PCBs were elevated (Amundson, undated; Mi&7). Wisconsin then developed
procedures for issuing consumption advisories for waterfowl (Milg8,7). These procedures

indicate that an advisory will be issued once a year, that the mechanism for public notification will
be through a news release, that preparation and cooking recommendations will form part of the
advisory notice, and that the advisory will be specific about areas and species covered. The
threshold level that was adopted by the state, and that triggered this PCB advisory, was the
federal tolerance level for poultry of 3 mg/kg wet weight PCBs on a fat basis.

6.3.3 Exceedences of FDA and State Tolerance Levels

There are two sources of data on PCB contamination of waterfowl species in the assessment area.
The first is the Wisconsin DNR wildlife contaminants database (Amundson, undated; unpublished
data supplied by K. Patnode and B. Hill of Wisconsin DNR). These data form the basis for the
consumption advisories issued by the Wisconsin DNR and printed in the yearly hunting

regulations guide. The second source of data is a study undertaken by the Service during the
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summer and fall of 1997 to update, replicate, and extend the findings of the Wisconsin DNR
monitoring (USFWS, unpublished data). In this study, a variety of waterfowl species were
collected and edible portions were analyzed for total PCBs and lipids. Collections were made on
several different dates in 1997 and at several locations. Details regarding the sample collection
and analysis procedures are provided in Appendix B.

The Wisconsin DNR data show that in 1985-1986 the mean PCB concentration of 55 mallard
collected from the Lower Fox River was 6.05 mg/kg fat (Amundson, undated) (Figure 6-1). In
1987 it was 9.02 mg/kg fat in 33 mallard collected from the Lower Fox River and inner Green
Bay (Wisconsin DNR wildlife contaminants database) (Figure 6-1).
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Figure 6-1. Mean PCB concentrations in mallard from the assessment ardaashed line is the
FDA and State of Wisconsin tolerance level. Vertical line represents one standard deviation.

The first USFWS collection was of 10 mallard from Lower Green Bay along the shoreline from
the mouth of the Fox River eastward to the vicinity of Point au Sable in June 1997. These birds
were probably summer residents. In addition to the mallard, one lesser scaup was collected. This
bird apparently had not migrated to its normal breeding grounds. Eight of 10 of the mallards and
the scaup exceeded the federal and the Wisconsin tolerance levels in skin plus attached muscle
fillets (Table 6-2). Many of these birds alsae&ded the tolerance levels in muscle tissue alone.
The scaup exceeded the tolerance levels for both tissue types.
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Table 6-2
PCB Concentrations in Lesser Scaup and Mallards Collected by USFWS
in Southern Green Bay on June 12, 1997

PCBs
(mg/kg wet weight lipid)?
Species Sex Age Muscle Muscle and Skin
Lesser scaup male adult 16.3 23.2
Mallard male adult nd 2.0
Mallard female adult nd 2.2
Mallard female adult nd 8.0°
Mallard male adult nd 4.8
Mallard male adult 15° 19.5°
Mallard male adult 6.6° 15.4
Mallard male adult 13.9 17.4
Mallard female adult 2.9 9.8
Mallard male adult nd 5.6°
Mallard male adult 5.9 16.9

a. The level of detection was 0.02 mg/kg wet weight, which is equivalent to 0.4 mg/kg wet weight on g lipid
basis for a tissue sample of 5% lipid.
b. Exceeds federal and State of Wisconsin tolerance levels of 3 mg/kg wet weight, fat basis.

nd = not detected.

Another sample of waterfowl was collected by the USFWS (unpublished data) near Point au
Sable during the peak of the influx of migratory ducks from northern areas in late October and
November 1997. A variety of species was collected (Tables 6-3 and 6-4), spanning the range of
diving ducks normally encountered by hunters in this area. Two of these ducks had PCB residues
in their tissues that exceeded the federal and the Wisconsin tolerance levels.

A third set of samples was collected in September 1997 in northern Door County, Green Bay, and
adjacent Lake Michigan (Table 6-5). All of these birds were diving ducks, which feed on a diet of
animal rather than plant material. Of the 14 birds sampled, 13 had PCB residues that exceeded the
federal and the Wisconsin tolerance levels.

The data in the Wisconsin DNR database and in Tables 6-2 through 6-5 show that many of the
waterfowl collected on the Lower Fox River and Green Bay have body burdens of PCBs that
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Table 6-3

PCB Concentrations in Skin and Breast Muscle of Waterfowl Collected from
Point au Sable, Southern Green Bay on October 27, 1997

PCBs
Species Sex Age (mg/kg wet weight lipid)

Greater scaup male immature 1.6
Greater scaup female immature 3.2
Greater scaup male immature 0.8
Greater scaup female immature 0.3
Greater scaup female immature 2.2
Greater scaup male immature 0.2
Lesser scaup female adult 2.7
Lesser scaup male immature 0.6
Common goldeneye male adult 14.72

a. Exceeds federal and Wisconsin tolerance levels of 3 mg/kg wet weight, fat basis.

Table 6-4

PCB Concentrations in Skin and Breast Muscle of Waterfowl Collected from
Point au Sable, Southern Green Bay on November 12-13, 1997

PCBs
Species Sex Age (mg/kg wet weight lipid)
Greater scaup male adult 3.3
Lesser scaup male adult 2.4
Lesser scaup male immature 1.2
Lesser scaup male adult 5.12
Lesser scaup male immature 2.5
Lesser scaup female immature 1.4
Lesser scaup male immature 0.4
Lesser scaup male immature 0.8
Lesser scaup male immature 0.9
Bufflehead female immature 0.4
Bufflehead male adult 14
Common goldeneye female immature 0.1
Common goldeneye female immature 15
Common goldeneye male immature 0.1

a. Exceeds federal and Wisconsin tolerance levels of 3 mg/kg wet weight, fat basis.
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Table 6-5
PCB Concentrations in Skin and Breast Muscle of Waterfowl Collected
from the Door Passage to Bailey’s Harbor, Lake Michigan
on September 16-17 and September 22 and 26, 1997

PCBs
Species Sex Age (mg/kg wet weight lipid)?

Common goldeneye male adult 3.8
Ruddy duck female adult 4.6
Common merganser male immature 8.2
Common merganser female immature 373.9
Common merganser female immature 36.3
Common merganser female adult 27.4
Common merganser female immature 25.7
Common merganser female adult 30.3
Common merganser male immature 10.8
Common merganser male immature 16.8
Red-breasted merganser female adult 36.9
Red-breasted merganser female adult 11.4
Red-breasted merganser female adult nd
Red-breasted merganser female immature 25.3

a. The lower limit of detection was 0.01 mg/kg wet weight, which is equivalent to 0.2 mg/kg wet weightflipid
for a tissue sample of 5% lipid.
b. Exceeds federal and Wisconsin tolerance levels.

nd = not detected.

exceed the federal tolerance levels and the Wisconsin advisory level. The data also indicate that
the PCB body burdens in waterfowl! are determined by the residence time that the individual has
spent in the system (summer resident mallards had higher PCB concentrations than migrant birds
that had most likely recently arrived in the assessment area) and by their diet (individuals whose
diet comprises fish generally had higher PCB concentrations than nonpiscivores).

6.3.4 The State of Wisconsin Waterfowl Consumption Advisory

In response to the PCB tissue concentrations measured in Green Bay waterfowl, the Wisconsin
DNR and the Division of Health issued a waterfowl consumption advisory in 1987 (Wisconsin
DNR, 1987). The advisory was for mallards taken in the “Lower Fox River from Lake Winnebago
at Neenah and Menasha downstream, including Little Lake Butte des Morts, to the northeast city
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limits of Kaukauna,” and the “Lower Fox River from the DePere Dam to the river’'s mouth at
Green Bay, and lower Green Bay south of a line from Point au Sable west to the west shore of
Green Bay” (health advisory recommendations in annual Wisconsin DNR hunting pamphlets). The
areas covered by the advisory are shown in Figure 6-2. The advisory advises hunters to “remove
all skin and visible fat before cooking mallard ducks using these waters. Discard drippings or
stuffings because they may retain fat that contains PCBs” (health advisory recommendations in
annual Wisconsin DNR hunting pamphlets).

Since the first advisory was issued in 1987, the advisory has remained in place every year. The
advisories are issued each year in the annual hunting guide distributed by the Wisconsin DNR.

The text for the advisory specifies that the advisory is being issued because of PCB
contamination.

6.4 SUMMARY

The data reported in this chapter show that waterfowl from the Lower Fox River and from Green
Bay are contaminated by PCBs. Resident species of waterfowl and species that feed relatively
high in the food chain show the greatest body burdens. Apparently, migratory species newly
arrived in the assessment area have relatively low levels of contamination. It is likely that these
levels increase with the duration of their residence time in the Lower Fox River and Green Bay.
PCB concentrations measured in waterfowl have and continue to exceed federal tolerance levels
for poultry.

The Wisconsin DNR and the Division of Health issued a consumption advisory for mallards from
the Lower Fox River and inner Green Bay in 1987 because of their elevated levels of PCBs. This
advisory is still in force. The data reviewed in this chapter show that the Wisconsin DNR and
Division of Health imposition of the consumption advisory on mallards is justified by the elevated
concentrations of PCBs in the tissues of that species.

The elevated PCB tissue concentrations have resulted in waterfowl in the assessment area being
injured based on the injury definitions at 43 CFR § 11.62(f)(1)(ii) (concentrations of hazardous
substances sufficient to “ exceed action or tolerance levels established under section 402 of the
Food, Drug and Cosmetic Act” or “exceed levels for which an appropriate State health agency
has issued directives to limit or ban consumption”).




INJURIES TOWATERFOWL: CONSUMPTIONADVISORIES*» May 1999 6-10

\% Inner
N Green Bay
\\\‘ SN
o o
000 Point au Sable
N De Pere Dam
3
N
DJ
W
Kaukana
o
“t“w
S %
Ny %
(oo 2,
& ;
NN Q
e Menasha ]
S
o 2 0 2 4 Kilometers
Lake ™ s ™
° Winnebago
feenah 2 0 2 4 Miles

Figure 6-2. Areas covered by the Wisconsin waterfowl consumption advisory (hatched).




CHAPTER 7
WEIGHT OF EVIDENCE EVALUATION

7.1 INTRODUCTION

Chapter 5 of this report described scientific evidence that adverse effects have occurred among
birds in the assessment area. As noted in that chapter, there is uncertainty regarding the extent and
causes of these effects. In this chapter we carry out a weight of evidence evaluation of the

scientific data to address and answer two questions:

1. Is it more likely than not that adverse effects that are consistent with the definitions of
biological injury in the Departmental regulations [43 CFR § 11.62(1)(i)] have
occurred among assessment area birds?

We address this question by categorizing the evidence provided by each study to determine
whether the case for the occurrence of each reported adverse effect is either:

> Highly likely. There is little or no doubt that the evidence reported in the study supports
the conclusion that birds experienced adverse effects.

> Likely. While there may be some uncertainty associated with the evidence presented in the
study, the evidence suggests that it is more likely than not that birds experienced adverse
effects.

> Unlikely. The evidence indicates that it is unlikely that the reported adverse effects
occurred.

> Indeterminate.Although the data in the report may indicate that adverse effects have

occurred, the data do not allow an unequivocal determination. This categorization does
not necessarily indicate that the adverse effects maiv@ccurred.

We considered the following issues when evaluating studies of adverse effects:
> Did the study include appropriate reference areas or controls?
> How adequate were the field/laboratory methods reported in the study?

> Were sample sizes large enough to provide adequate statistical power?
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2.

Were statistically significant differences measured between the assessment and
reference/control conditions?

Were the effects demonstrated both in the field and under controlled conditions in the
laboratory?

Do any uncertainties in the study cast doubt on the conclusions that were drawn?

Is it more likely than not that the adverse effects were caused by exposure to PCBs?

For those effects determined to be either highly likely or likely in the above evaluation, we
evaluate causation as follows:

Likely. While there may be some uncertainty associated with the causality, it is more likely
than not that PCBs were at least a contributing factor to the adverse effect.

Unlikely. The evidence indicates that it is not likely that PCBs caused or contributed to
the adverse effect.

Indeterminate.The data reported in the study do not allow an unequivocal determination
of whether or not the adverse effects were caused by PCBs. This categorization does not
necessarily indicate that the adverse effects wetreaused by PCBs.

We considered the following when evaluating causation:

»

To what extent were study results consistent with laboratory studies of the toxicology of
PCBs?

Was consistency of effects observed across studies?
Were dose-response relationships observed?

Were the effects consistent with definitions of injury in the Departmental NRDA
regulations?

Is there evidence that supports an alternative cause?

Lastly, we evaluated the scientific evidence from all species studied in the assessment area to
determine whether there are cross-species consistencies in adverse effects that could further
clarify our understanding of causation.
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7.2 EVALUATION OF EVIDENCE THAT ADVERSE EFFECTS HAVE OCCURRED
7.2.1 Terns
Forster's Terns

In this analysis, we evaluate the evidence provided in two studies: Kubiak et al. (1989) and
Hoffman et al. (1987). The evidence from these studies (summarized in Table 7-1 at the end of
Section 7.2) supports the conclusion that fltighly likely that two of the adverse effects

reported for Forster’s terns in the assessment area, reduced hatching success and embryonic
deformities, occurred.

The reduced hatching success was demonstrated by Kubiak et al. (1989) both in the field and
under controlled conditions in the laboratory. The results of these studies leave little room for
doubt that the reduced hatching success occurred. Hoffman et al. (1987) demonstrated, also
under controlled conditions in the laboratory, that physical deformations also occurred in the
Green Bay Forster’s tern hatchlings. Statistically significant differences were found between
Green Bay and reference area hatchlings for two of these deformations (femur length and liver to
body weight ratios); three instances of obvious skeletal deformities were found in Green Bay
chicks, but none in reference area chicks. These results provide evidence that it is highly likely
that assessment area Forster’s tern chicks suffered physical deformations.

The evidence for the occurrence of behavioral abnormalities in Forster’s terns is tikeiped

this evaluation. The time it took Green Bay Forster’s tern eggs to hatch was significantly longer
than reference area Forster’s tern eggs. It is very likely that this effect was caused by reduced
incubation attentiveness in Green Bay adult terns. However, the incubation schedules of the terns
were not measured directly and, as a result, there is uncertainty associated with this conclusion.

Common Terns

The evidence provided by Hoffman et al. (1993) was evaluated. The data supports the conclusion
that it is likelythat the two adverse effects reported for common terns in the assessment area,
reduced hatching success and embryonic deformities, occurred (summarized in Table 7-1 at the
end of Section 7.2).

Under controlled conditions in laboratory incubators Hoffman et al. (1993) found significantly
lower hatching success in Green Bay eggs compared with eggs from one of the reference
colonies. Hoffman et al. (1993) also demonstrated under controlled conditions in the laboratory
that physical deformations occurred in the Green Bay common tern hatchlings. Statistically
significant differences in femur length were found between Green Bay hatchlings and hatchlings
from one of the reference colonies (the same colony that had significantly higher hatching
success). The results in Hoffman et al. provide good evidence that the Green Bay common terns
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had lower hatching success than eggs from the reference area. They also showlikedy ithiat

a higher rate of deformities occurred in the Green Bay hatchlings. The only uncertainty is
introduced by the fact that significant differences were found (in both metrics) for only one of the
reference colonies (Cut River), but not the other (Point aux Chenes). Nevertheless, the deformity
rate from the Point aux Chenes reference colony was lower (0% of hatchlings) than from Green
Bay (11% of hatchlings). However, the sample size from the Point aux Chenes colony was smaller
than that from Green Bay or the other reference colony (20, 35, and 35, respectively), and it is
possible that this may have contributed to the lack of statistical significance.

Caspian Tern

The weight of evidence evaluation that adverse effects have occurred among Caspian terns
(summarized in Table 7-1 at the end of Section 7.2) is based on data in Ludwig et al. (1996),
Ludwig and Ludwig (undated report b), and Mora et al. (1993). Ludwig et al. (1996) showed that
physical deformations occurred at a greater rate among Green Bay Caspian tern embryos than in
embryos from reference areas. Some uncertainty is introduced into this determination by the fact
that Ludwig and Ludwig (undated report b) did not find any deformities in Green Bay Caspian
tern embryos. However, Ludwig and Ludwig (undated report b) focused on hatched chicks,
which were shown in Ludwig et al. (1996) to have low rates of deformity. Thus, the itpbéb
detecting effects in hatched chicks is lower. Although less conclusive than for Forster’s terns, it is
deemedikely that unhatched Caspian terns in the assessment area have suffered greater
incidences of deformities than terns elsewhere.

The evidence that Caspian terns in the assessment area have exhibited behavioral abnormalities
(Mora et al., 1993) cannot be substantiated using the data available. Although reduced site fidelity
could reflect a behavioral abnormality caused by PCBs, the major effect that is measured, reduced
fidelity to the nesting colony, could be a function of disturbance caused by the method used by
Mora et al. (1993) to trap birds, cannon netting. Moreover, the other major method employed,
analysis of band recoveries, has many potential biases, including band loss and wear, likelihood of
recovery, and search effort. These biases were not adequately addressed in the study. As a result,
it is concluded that the existence of behavioral effects in assessment area Caspian terns is
indeterminate

7.2.2 Double-Crested Cormorants

This weight of evidence evaluation that adverse effects have occurred in double-crested
cormorants in the assessment area is based on consideration of Ross and Weseloh (1988), Fox
et al. (1991), Titt et al. (1992), Larson et al. (1996), and Ludwig et al. (1996). The results are
summarized in Table 7-1 at the end of Section 7.2. These studies support the conclusion that it is
highly likely that the reported adverse effects occurred in the assessment area. Of the two major
studies that independently compared hatching success among Green Bay cormorants with
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reference areas, both found that Green Bay hatching success was significantly lower. All three
major studies that independently compared embryo/chick deformity rates in Green Bay with
reference areas, found that the deformity rate in Green Bay was significantly higher. The only
uncertainty concerns the “background” rate of deformities. Ross and Weseloh (1988) found
anomalously high rates of head and bill defects from one small subcolony at Lake Winnipegosis.
This, however, was an isolated finding, and other studies have shown that, in comparison to
Green Bay, the rate of deformities at Lake Winnipegosis is typically low.

7.2.3 Bald Eagles

The weight of evidence evaluation that adverse effects have occurred in bald eagles in the
assessment area is based on data in Dykstra and Meyer (1996) and in Chapter 5 of this report, and
is summarized in Table 7-1 at the end of Section 7.2. Data confirm that bald eagles in the
assessment area have consistently had breeding productivity that is significantly reduced compared
to that in reference areas that are not exposed to point source releases of PCBs. In this evaluation,
therefore, we consideriighly likely that this adverse effect occurred.

7.2.4 Black-Crowned Night Herons

The weight of evidence evaluation that adverse effects have occurred in black-crowned night
herons in the assessment area is based on two studies, Hoffman et al. (1993) and Rattner et al.
(1993) and is summarized in Table 7-1 at the end of Section 7.2. Only one of the studies
(Hoffman et al., 1993) demonstrated physical deformations (liver to body weight ratios). A
limitation of the Hoffman et al. study is that the sample size was small (n = 5). The sample size in
the Rattner et al. study (in which no deformities were found) was larger (n = 18). On balance, the
evidence in these studies does not provide compellipgast for the conclusion that adverse

effects have occurred among Green Bay black-crowned night herons and we consider the
evidencendeterminate

7.2.5 Tree Swallow and Red-Breasted Merganser
No evidence that adverse effects have occurred among Green Bay tree swallows or red-breasted

mergansers has been reported in the literature. These species are not considered further in this
evaluation.
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7.2.6 Summary

Table 7-1 summarizes the results of the weight of evidence evaluation of adverse effects. It is
highly likely that adverse effects have occurred among assessment area Forster’s terns, double-
crested cormorants, and bald eagles. These effects comprise reproductive malfunctions (reduced
hatching success), and physical deformations (head and bill deformaties). It is likely that adverse
effects have occurred among assessment area common terns (reduced hatching success and
physical deformations) and Caspian terns (physical deformations in unhatched chicks). It was
concluded that adverse effects among black-crowned night herons, tree swallows, or red-breasted
mergansers could not be substantiated using the available data.

7.3 WEIGHT OF EVIDENCE EVALUATION OF CAUSATION

In this section we evaluate whether it is more likely than not that those adverse effects identified
in Section 7.2 as being highly likely or likely were caused by PCBs. The results of these
evaluations are summarized in Table 7-2 at the end of Section 7.3.

7.3.1 Forster's, Common, and Caspian Terns

The data evaluated support the conclusion thatikaly that most of the adverse effects
observed among assessment area Forster’'s and common terns have been caused, at least in part,
by exposure to PCBs. This conclusion is based on the following:

> The types of effects that were observed in both species (reproductive malfunctions,
deformities) are consistent with PCB toxicosis.

> Both species are likely sensitive to PCBs as discussed in Chapter 5 of this report.

> The concentrations of PCBs found in Green Bay Forster’s and common tern eggs
exceeded the 5-10 mg/kg toxicity range for sensitive species.

> There was a dose-response relationship established in the Kubiak et al. (1989) study.

> The study performed by Harris et al. (1993) failed to find reduced hatching success.
However, at the time of this study PCB concentrations in Green Bay Forester’s tern eggs
were more than 50% lower than in 1983, when the Kubiak et al. (1989) study was
performed. In 1988, none of the adverse effects observed in 1983 were found. Therefore,
the Harris et al. study is not considered to present confounding data. Indeed, it may be
suggestive of an exposure-response relationship.




Table 7-1

Weight of Evidence Evaluation that Adverse Effects Have Occurred among Assessment Area Birds

Adverse Support for Adverse Effect Having Result of
Species Effect Study Occurred Comments Evaluation
Forster’s |Reduced Kubiak et al., |Hatching success in Green Bay Comprehensive, rigorous study design. |Highly likely
tern :s(t:cérggg 1989 significantly lower than reference COIOn)heference and Green Bay eggs incubatéd
Hatching success of Green Bay eggs |under identical coritions in laboratory.
significantly lower in laboratory than .
Appropriate reference area used.
reference colony eggs.
Appropriate statistical tests performed.
Physical Hoffman et al.|Significantly shorter femurs in Green B@ssessments carried out under controllefHighly likely
deformations |1987 hatchlings than reference colony laboratory conditions.
hatchlings. Appropriate statistical tests used to
Significantly greater liver to body weightompare samples.
ratios in Green Bay hatchlings than .
. Appropriate reference area used.
reference colony hatchlings.
Three instances of skeletal deformities|in
Green Bay hatchlings but none in
reference colony hatchlings.
Behavioral |Kubiak et al., |Significantly extended incubation periosppropriate reference area used. Likely
abnormalities{1989 of Green Bay clutches compared with

reference area.

Lake Poygan eggs incubated by Greer

Bay adults had low hatching success,
suggesting reduced incubation
attentiveness in Green Bay terns.

Appropriate statistical tests used to
compare samples.

due to reduced incubation attentiveness
adult Green Bay terns. However, this is

uncertain since incubation schedules we
not measured.

Extended incubation periods were probably

n
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Weight of Evidence Evaluation that Adverse Effects Have Occurred among Assessment Area Birds

Table 7-1 (cont.)

Adverse Support for Adverse Effect Having Result of
Species Effect Study Occurred Comments Evaluation
Common [Reduced Hoffman et al.{Hatching success of Green Bay eggs ifReference and Green Bay eggs incubatedikely
tern hatching 1993 incubators significantly lower than eggsunder identical contions.
success from one of two reference colonies. .
Assessments carried out under controlled
laboratory conditions.
Appropriate statistical tests performed.
Uncertainty because of significant
difference found for only one of the two
reference colonies.
Physical Hoffman et al.|Green Bay chicks had significantly Assessments carried out under controlleflikely/
deformations {1993 shorter femurs than chicks from one of{laboratory conditions. indeterminate
the two reference colonies (but not the . -
other). Appropriate statistical tests performed.
Four of the Green Bay neonates were U_ncertamty because of significant
. difference found for only one of the two
deformed compared with none of the .
) reference colonies.
reference birds.
Caspian [Physical Ludwig et al., |Greater incidence of deformitiesuind in [More subtle deformations may be difficultLikely
tern deformations {1996 Green Bay embryos compared with  [to detect or correctly classify under field

colonies in the Great Lakes not exposg
to point source releases of PCBs.

Deformities consistent with those
observed in other species in assessm¢
area.

Age-related incidences of deformations
consistent with deformations being

donditions.

No abnormalities reported in other studigs
(Ludwig and Ludwig, undated report b).
nt

associated with egg mortality.
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Table 7-1 (cont.)

Weight of Evidence Evaluation that Adverse Effects Have Occurred among Assessment Area Birds

Adverse Support for Adverse Effect Having Result of
Species Effect Study Occurred Comments Evaluation
Caspian [Behavioral |[Moraetal., |Apparently lower site fidelity among |Study provides some evidence that Gredindeterminatg
tern abnormalities|1993 assessment area terns than reference|Bay Caspian terns may have suffered
(cont.) areas. behavioral abnormalities. However, two
limitations on interpretation: method of
capture (cannon tiéng) very intrusive and
could, potentially, cause terns to not return
to colony in future years; conclusion based
on analysis of band recoveries and failed to
address biases inherent in this procedures.
Double- |Reduced Tillitt etal., |Hatching success at Spider Island low¢Study compared a wide range of sites, ngtlighly likely
crested |[hatching 1992 of Great Lakes colonies evaluated.  |just one reference site.
cormorant success Larson et al., [Hatching success at Spider island Study used appropriate reference site.
1996 significantly lower than at Lake

Winnipegosis.

Used appropriate field and statistical
methods.
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Table 7-1 (cont.)

Weight of Evidence Evaluation that Adverse Effects Have Occurred among Assessment Area Birds

Adverse Support for Adverse Effect Having Result of
Species Effect Study Occurred Comments Evaluation
Double- |Physical Fox et al., Highest rate of head and bill deformitiedJsed large number of potential referenceHighly likely
crested [deformities [1991 found in 42 Great Lakes and other colonies.
cormorant colonies was in assessment area. - .
Statistical tests appropriate.
(cont.) . e
Rate of head and bill deformities in . .
o . Field methods appropriate.
assessment area significantly higher than
at most other colonies.
Larson et al., [Bill deformities significantly more Statistical tests appropriate.
1996 frequent at Spider Island than Lake . .
- ) Field methods appropriate.
Winnipegosis.
Ludwig et al., [Deformity rate in Green Bay significantlylore than one reference colony evaluated.
1996 higher than at reference colonies.

Appropriate statistical comparisons
performed for this report.

Some uncertainties in determination of
background deformity rates (Ross and

Weseloh, 1988).
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Weight of Evidence Evaluation that Adverse Effects Have Occurred among Assessment Area Birds

Table 7-1 (cont.)

Adverse Support for Adverse Effect Having Result of
Species Effect Study Occurred Comments Evaluation
Bald Reduced Dykstra and |Productivity of Green Bay bald eagles [Reference data adequate since study [Highly likely
eagle productivity [Meyer, 1996 |significantly lower than inland Wisconsjpompared Green Bay sites with a large
bald eagles. number of inland Wisconsin reference sites.
Appropriate statistical methods used.
Appropriate field methods used.
This study Productivity at Green Bay sites Study compared Green Bay sites with a
significantly lower than at sites in inlandarge number of inland Wisconsin and
Wisconsin and inland Michigan. Michigan reference sites.
Appropriate statistical methods used.
Appropriate field methods used.
Black-  [Physical Hoffman et al.|Significantly higher liver to body weighiAppropriate statistical methods used. |Indeterminat¢
crowned |[deformities [1993 ratios in Green Bay than in reference si'&e .
. : ppropriate laboratory used.
night chicks.
heron

Rattner at al.,
1993

No deformities reported in Green Bay
chicks.

Small sample size in Hoffman et al. stud
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> No alternative contaminants are likely to have caused the effects (DDE is not known to
cause deformations, and PCDDs and PCDFs do not contribute substantially to the dioxin-
like toxicity in the assessment area).

> Since many of the adverse effects were recorded under controlled laboratory conditions,
other anthropogenic or ecological factors do not plausibly explain the results.

Although the types of deformities found in Green Bay Caspian terns by Ludwig et al. (1996) are
consistent with PCB toxicosis and may have resulted from releases of PCBs into the assessment
area, the evidence is equivocal, and thus we categorizendetsrminate No relationship

between PCBs and deformity rates was found in the assessment area by Yamashita et al. (1993).
Also, one of the major findings of the Ludwig et al. study was that embryo deformations were
likely to be associated with mortality. However, in a study that included many Caspian tern
nesting sites across the Great Lakes, Ewins et al. (1994) found no relationship between egg PCB
concentrations and embryo survival. Given these contradictory results from different studies, it
cannot be concluded that the adverse effects observed in assessment area Caspian terns were
caused by exposure to PCBs.

7.3.2 Double-Crested Cormorant

Section 7-2 concluded that it is highly likely that adverse effects (reduced hatching success and
physical deformations) have occurred in assessment area double-crested cormorants. The weight
of evidence evaluation in this section leads to the conclusion théikélysthat PCBs have

caused, or were a significant contributing cause, of the reduced reproductive success. This
conclusion is based largely on the Tillitt et 4992) study, which showed the following:

> Total PCB concentrations in cormorant eggs from a number of Great Lakes sites were
significantly negatively correlated with hatching success.

> The correlation between contaminants in eggs and hatching success improved when H4IIE
results were used as the determinate variable. This result could not have been obtained if
the cause of the variation in hatching success were anything other than a dioxin-like
contaminant.

> The laboratory method of sample preparation screened out PCDDs and PCDFs. Thus,
these contaminants could not have contributed to the observed relationships.

> It is unlikely that any ecological or genetic factor or disease (e.g., Newcastle disease)
could explain the pattern of variability in hatchingsess that was observed among the
colonies.
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The Powell et al. (1997) study failed to elicit significantly elevated embryo mortality in the
laboratory by injecting Lake Winnipegosis cormorants eggs with PCB 126 at doses that exceed
those observed in Green Bay. While this result is interesting and suggests that further studies need
to be carried out, we consider that it does not show that PCBs do not affect hatching success in
the assessment area for two reasons:

> PCB 126 is only one of the congeners that may be important in Green Bay. The
contributions to toxicity by other potentially important congeners (e.g., PCB 81) were not
evaluated.

> The relevance of egg injection studies to maternal transfer conditions in the field is
uncertain.

Recent work by Custer et al. (in press) also demonstrates that DDE is currently affecting the
hatching success of cormorants in the assessment area. However, we conclude that the Custer

et al. (in press) study does not demonstrate that PCB®&affecting hatching success, or did

not do so in the past. In fact, the Custer et al. (in press) study did find significant relationships
between egg PCB concentrations and two cormorant reproductive parameters, egg size and
hatchling weight, and while the correlation between egg PCB concentrations and hatching success
was not significant at p < 0.05, it did approach that level (p = 0.13). We, therefore, conclude that

it is more likely than not that PCBs (possibly together with DDE) have been contributing to the
reduced hatching success observed in Green Bay cormorants.

The evidence that PCBs have caused the physical deformities observed in assessment area
cormorants is less certain. Although head and bill deformities are consistent with the results of
laboratory studies of the effects of PCBs on birds, there are a number of other factors that could
potentially cause such effects, including founder effect (reduced genetic variability due to a small
colonist population with little subsequent immigration), or nutritional deficiencies. No study of
deformities in Green Bay has adequately evaluated these alternative causal factors. Therefore we
consider the causality to bedeterminate

7.3.3 Bald Eagles
The weight of evidence evaluation that the low productivity among bald eagles in the assessment
area has been caused by PCBs is summarized in Table 7-2 at the end of Section 7.3. It is deemed

likely that PCBs have contributed to the reduced productivity for the following reasons:

> The concentrations of PCBs in assessment area bald eagle eggs consistently greatly exceed
the estimated toxicity range for sensitive species.

> The effect observed (embryo mortality or infertility) is consistent with PCB toxicosis.
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> Human disturbance and food shortage are not contributing factors to reproductive failure
in the assessment area (Dykstra and Meyer, 1996).

> There is no evidence that any other ecological factor (e.g., disease) has caused the effect,
nor is it likely to do so over such a long period.

> Two alternative contaminants (PCDDs and PCDFs) are not important contributors to
dioxin-like toxicity in the assessment area.

However, it cannot be concluded unequivocally that PCBs have caused the reduced productivity
in assessment area bald eagles because of the potential confounding effect of DDE. While the
Dykstra and Meyer (1996) study and this study have conclusively demonstrated significant
negative relationships between egg PCB and DDE concentrations and productivity, neither study
was able to identify the relative contributions of each. This is because PCB and DDE
concentrations in Great Lakes bald eagle eggs are usually correlated. Our assessment concludes,
therefore, that, based on the type of effect and the egg contaminant concentrations relative to
toxicity thresholds, it is likely that both PCBs and DDE are contributing to the adverse effect, but

it is not possible to identify the relative contributions.

7.4 INTER-SPECIES CONSISTENCY

The previous analyses in this chapter used a species-by-species approach to evaluate the evidence
that PCB-induced adverse effects have occurred among assessment area birds. This approach,
while valid, might fail to identify between-species consistencies that can further improve our
understanding of the effects of contaminants in the assessment area. In this section we compare
the adverse effects that have been observed among all of the species in the assessment area to
determine if similarities and/or dissimilarities contribute to our understanding of causality.

The determinations presented in Table 7-3 clearly show that adverse effects caused in the
laboratory and the field by PCBs were observed in every species that has been studied in detail in
the assessment area. The strength of the evidence that PCBs caused these effects in birds varies
from likely to indeterminate, depending on the species. However, although some studies provide
only indeterminate evidence that some species may have been injured by PCBs, the consistency in
effects across studies and species warns against regarding these studies as demonstrating that
PCB-induced effects havet occurred. They only show that PCB-induced effects have not been
conclusively determined.




Table 7-2

Weight of Evidence Evaluation that the Adverse Effects among Assessment Area
Birds Were Caused by PCBs

Species

Adverse Effect

Study

Support for Adverse Effect
Being Caused by PCBs

Result of
Evaluation

Forster’s tern

Reduced hatchir
success, physical
deformations

Kubiak et al., 1989
Hoffman et al., 1987
Harris et al., 1993

Type of effects observed consistent with PCB toxicosis).
Deformities not consistent with DDE toxicosis.

PCB dose-response relationship established.

Forster’s terns likely to be sensitive to PCBs.

PCB concentrations in eggs exceeded 5-10 mg/kg wet weight tq
range for sensitive species.

Low DDE concentrations in eggs (similar to concentrations in
successfully reproducing Forster’s terns at other sites [King et 3
1991)).

Effects unlikely to be due to PCDDs or PCDFs because of their
small contributions to TCDD-EQ.

Harris et al. (1993) showed that reduction in PCBs in eggs
associated with lack of adverse effect.

Likely

Xicity

Common tern

Reduced hatchir
success

Physical
deformations

gloffman et al., 1993

Type of effects observed consistent with PCB toxicosis.
PCB dose-response relationship established.
Common terns likely to be sensitive to PCBs.

PCB concentrations in eggs exceeded 5-10 mg/kg toxicity rangg
sensitive species.

No significant difference in DDE concentrations in Green Bay a
reference eggs.

Effects unlikely to be due to PCDDs or PCDFs because of their

Likely

o fikely/
indeterminate

nd

small contributions to TCDD-EQ.
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Table 7-2 (cont.)

Weight of Evidence Evaluation that the Adverse Effects among Assessment Area
Birds Were Caused by PCBs

Adverse Support for Adverse Effect Result of
Species Effect Study Being Caused by PCBs Evaluation
Caspian tern| Physical Yamashita et al., 1993 Deformities observed by Ludwig et al. consistent with PCB toxicos|$éndeterminate

deformations

Ludwig et al., 1996
Ewins et al., 1994

but not DDE.

Effects unlikely to be due to PCDDs or PCDFs due to their small
contributions to TCDD-EQ.

However:

No relationship between Green Bay deformities and PCB concentt
in eggs (Yamashita et al., 1993).

No relationship between embryo survival and egg PCB concentrat
across Great Lakes (Ewins et al., 1994).

ations

ons
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Table 7-2 (cont.)

Weight of Evidence Evaluation that the Adverse Effects among Assessment Area

Birds Were Caused by PCBs

Species

Adverse Effect

Study

Support for Adverse Effect
Being Caused by PCBs

Result of
Evaluation

Double-
crested
cormorant

Reduced hatchin

success

Physical
deformations

dillitt et al., 1992

Larson et al., 1996
Powell et al., 1997
Custer et al., in preds

PCB dose-response relationship established.

sensitive species.

Effects unlikely to be due to PCDDs or PCDFs.

not DDE.

Custer et al. (in press) found that PCBs significantly negatively
correlated with egg size and hatchling weight.

However:

success (though p3:13).

Powell et al. (1997) unable regiuce reduction in hatching succes

126 representative of egg concentrations in Green Bay.

Custer et al. (in press) showed that in 1994 and 1995 deformity

respective rates not known for any other years.

Other “natural” potential causes not evaluated adequately.

laboratory by injecting cormorant eggs with concentrations of PQ

Likely

PCB concentrations in eggs exceeded 5-10 mg/kg toxicity range|for

Effect shown in avian laboratory studies to be caused by PCBs but

Custer et al. (in press) found significant negative correlation betyween
DDE and hatching success but none between PCBs and hatching

5 in
Fﬁdeterminate

rates

higher among Spider Island chicks than Cat Island chicks. However,

/T-. 666T A\ « NOILYNTYAJ IONIAIATH0 LHOIFM




Table 7-2 (cont.)

Weight of Evidence Evaluation that the Adverse Effects among Assessment Area

Birds Were Caused by PCBs

Species

Adverse Effect

Study

Support for Adverse Effect
Being Caused by PCBs

Result of
Evaluation

Bald eagle

Reduced
productivity

Dykstra and
Meyer, 1996
this study

PCB dose-response relationship established.

PCB concentrations in eggs exceed 5-10 mg/kg toxicity range for
sensitive species.

PCB concentrations in eggs exceed thresholds established by Weg
et al. (1984) and Kubiak and Best (1991).

Effects unlikely to be due to PCDDs or PCDFs due to their small
contributions to TCDD-EQ.

However:

This and previous studies unable to separate the effects of PCBs
DDE due to their correlation in eggs.

Likely

imeyer

and
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7.5 SUMMARY

This weight of evidence evaluation of the data pertaining to the occurrence and causes of adverse
effects in assessment area birds has demonstrated the following:

> Forster's, common, and Caspian terns have either suffered, or are likely to have suffered,
adverse effects in the assessment area. These include low reproductive success, behavioral
abnormalities, and physical deformations. The adverse effects in Forster's and common
tern have more likely than not been caused by exposure to PCBs. It is uncertain whether
PCBs caused the adverse effects observed in Caspian terns, though the effects are
consistent with PCB toxicosis.

> Double-crested cormorants have suffered adverse effects in the assessment area. These
comprise reduced hatching success and physical deformations. It is likely that PCBs have
caused or contributed to the reduced reproductive success in assessment area double-
crested cormorants, but the evidence linking head and bill deformities to PCBs is
uncertain, although the effects are consistent with PCB toxicosis.

> Bald eagles have suffered reduced productivity in the assessment area. PCBs are likely to
have caused or contributed to the reduced productivity in assessment area bald eagles.
However, the relative contributions of PCBs and DDE are uncertain.
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Adverse Effects Documented in Assessment Area Birds
and the Likelihood that They Were Caused by PCBs

Table 7-3

Evidence that Adverse Effect

Evidence that Adverse Effect

Adverse Effect Species Occurred Caused by PCBs

Reduced hatching | Forster’s tern Highly likely Likely

success/ productivity
Common tern Likely Likely
Double-crested Highly likely Likely
cormorant
Bald eagle Highly likely Likely

Physical Forster’s tern Highly likely Likely

deformations
Common tern Likely Likely/indeterminate
Caspian tern Likely Indeterminate
Double-crested Highly likely Indeterminate
cormorant
Black-crowned Indeterminate Indeterminate
night heron

Behavioral Forster’s tern Likely Likely

abnormalities

Caspian tern

Indeterminate

Indeterminate




8.1

CHAPTER 8
| NJURY DETERMINATION

OVERVIEW

The purpose of this chapter is to present a determination of injury for avian resources of the
Lower Fox River/Green Bay assessment area. This injury determination is consistent with the
components of the Departmental NRDA regulations at 43 CFR 8811.61-11.64 and is based on the
data and information presented in the preceding chapters of this report. The injury determination
contained herein is organized as follows:

»

Section 8.2resents the relevant definitions of injury, as outlined in 43 CFR 811.62. These
definitions of injury represent the adverse effects for which the injury determination has
been conducted.

Section 8.3resents the results of pathway determination, as outlined in 43 CFR §11.63.
This section focuses on confirming the pathways by which assessment area birds have
come to be exposed to PCBs. Separate pathway reports being prepared by the Trustees
will present more detailed pathway data establishing those pathways by which PCBs have
and continue to be transported throughout the environment of the assessment area.

Section 8.4resents conclusions regarding the results of injury determination testing and
sampling (43 CFR 811.64) and injury conclusions for the various injury definitions.

Injuries to avian resources are determined in this report primarily through the use and
interpretation of historical studies of birds in the assessment area. As noted previously in
this report, PCB contamination in Green Bay birds was first detected in the early 1970s
(Bishop et al., 1992). Since then, multiple studies have been conducted on the exposure to
and accumulation of PCBs in Green Bay birds and on adverse effects resulting from this
exposure. Most of these studies have been published in the peer-reviewed literature; the
evaluation presented in this report is based primarily on peer-reviewed scientific papers.
The previously available information was supplemented by the collection and chemical
analysis of a limited number of tern eggs (12) from the Green Bay assessment area in
1996. This data collection effort, which was outlined in the NRDA Assessment Plan, is
described in detail in Appendix B. Finally, the available information was evaluated using a
weight-of-evidence approach (Chapter 7). The adverse effects determined to be “likely” to
be caused by PCBs in Chapter 7 were considered to be injuries within the context of the
injury determination.
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8.2  INJURY DEFINITIONS

Chapter 3 described the types of adverse effects of PCBs on birds and discussed the relationship
between these adverse effects and biological injury definitions at 43 CFR 811.62(f). Based on this
information, relevant definitions of injury to avian resources of the assessment area include the
following:

> Death.43 CFR 811.62 (f)(4)(i). PCBs are known to cause embryo mortality, as
manifested in reduced hatching success, reduced productivity, and embryo and chick
mortality. This response is conceptually linked to the injury “reduced avian reproduction”
described below.

> Physiological malfunctions/reduced avian reproductiofi3 CFR 811.62 (f)(4)(v)(B).
PCBs have been found to cause reduced reproduction in various bird species. This
reduced reproduction can be linked to death (through embryo or chick mortality), reduced
hatching success, reduced egg fertility, reduced parental attentiveness, or other
toxicological responses (see Chapter 3).

> Physical deformation43 CFR 811.62 (f)(4)(vi). PCBs can cause external deformations
such as cross bills [43 CFR 811.62 (f)(4)(vi)(A)], skeletal deformities [43 CFR 8§11.62
(H(4)(vi)(B)], and internal organ deformations [43 CFR 811.62 (f)(4)(vi)(C)].

> Tissue concentrations43 CFR 811.62 (f)(1)(ii). Injury has occurred if concentrations
of PCBs are sufficient to cause bird tissues to “exceed action or tolerance levels
established under section 402 of the Food, Drug and Cosmetic Act, 21 U.S.C. 432, in
edible portions of organisms” or “exceed levels for which an appropriate State health
agency has issued directives to limit or ban consumption of such organism.”

Injuries to birds in the assessment area are determined for each of these injury definitions in
Section 8.4.

8.3 PATHWAY DETERMINATION

The purpose of the pathway determination phase is to identify the pathways by which avian
resources come to be exposed to PCBs released into the assessment area. As described in the
Departmental regulations, pathways may be determined by demonstrating the presence of the
hazardous substance in the pathway resources, or by using a model that demonstrates the routes

1. As noted previously, a separate report being prepared by the Trustees presents a complete evaluation of
exposure pathways in the assessment area. The information contained in this chapter focuses on pathways by
which birds are exposed to PCBs.
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of exposure [43 CFR 811.63 (a)(2)]. Figure 8-1 presents the pathway diagram previously shown

for avian resources in the assessment area. Table 8-1 demonstrates that PCBs have been detected
at elevated concentrations in the various component pathway routes depicted in Figure 8-1, and
that the spatial patterns of contamination are consistent with Fox River being the primary PCB
source to the bay. Based on this information, it can be concluded that the presence of PCBs has
been demonstrated in the various pathway resources that link PCB releases with avian resources.

The Green Bay Mass Balance Model also can be used to demonstrate PCB pathways to birds.
The model is a multimillion dollar research effort to model the fate and transport of PCBs in the
Fox River and Green Bay and their accumulation in the aquatic food chain (Connolly et al., 1992;
DePinto et al., 1994). The model was constructed by numerous scientific and modeling experts
from academia, government agencies, and private firms, and it has undergone extensive peer
review. It provides a quantitative estimate of how PCBs move through the physical and biological
compartments of Green Bay. It is based on scientific principles of PCB movement and
accumulation, and was calibrated using extensive field-collected data. The model demonstrates
that PCBs move through the system primarily as adherents to suspended sediment particles. Once
in Green Bay, PCBs can enter the food chain through a variety of pathways, including biota
ingestion of contaminated sediment and direct uptake from dissolved PCB phases in water.

Of the relevant pathway resources, the principal pathway of PCB exposure for assessment area
birds is the dietary (biological) pathway. The food chain pathway is referred to as “indirect”
exposure in the Departmental regulations [43 CFR §11.63(f)(2)]. Departmental regulations
specify that “if indirect exposure to the biological resource has occurred . . . chemical analysis of
free-ranging biological resources using one or more indicator species . . . may be performed”

43 CFR 811.63(f)(4)(ii). Thus, as demonstrated above, biological pathway determination is
confirmed based both on chemical analysis of free-ranging biological resources, and on the use of
a mass balance model that demonstrates the exposure routes.

In addition, Chapter 5 presented more detailed information that further confirms PCB dietary
pathways to birds in the assessment area. This information included the following:

> As presented in Section 5.1.2, the diets of Forster’'s, common, and Caspian terns were
characterized based on known feeding behaviors and on examination of regurgitated
pellets. Elevated concentrations of PCBs were measured in forage fish species that are
consumed by terns. Monitoring of PCB uptake in tern chicks from hatching to fledging
demonstrated that chicks reared on Kidney Island accumulated PCBs, demonstrating that
chicks were being fed PCB-contaminated food and thus confirming the dietary pathway.

> As described in Section 5.2.2, the composition of cormorant diets is primarily forage fish.
These prey items were shown to be contaminated with PCBs. Foraging areas were
delineated, and cormorants were observed feeding in Green Bay in close proximity to their
colonies. Cormorant stomachs were shown to contain fish prey that were contaminated
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Predatory Birds
i (e.g., bald eagles)

Omnivorous Birds
(e.g., herons)

Piscivorous Birds
(e.g., terns, cormorants)
Insectivorous Birds Dabbling Ducks
(e.g., swallows, black birds) (e.g., mallard)

Forage Fish Amphibians

Invertebrates

Aquatic Plants

A
A

Surface Water Sediment

Figure 8-1. General PCB exposure pathways for assessment area birds.

with PCBs. Also, cormorant PCB tissue residues were found to increase during the
breeding season while the birds were nesting in Green Bay, confirming that they were
exposed to PCBs in Green Bay.

The above information — including direct measurement of PCB exposures in bird tissue and in

bird prey, detailed mass balance modeling, and site-specific biological observations — is
concluded to have met the requirements for pathway determination.

8.4  CONCLUSIONS OF INJURY DETERMINATION TESTING AND SAMPLING

This section summarizes the conclusions derived from the weight of evidence evaluation of those
studies that comprise the injury determination testing and sampling. The methods used to
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Table 8-1
Examples of PCB Concentrations Measured in Assessment Area Pathway Resources
Pathway
Resource Location PCB Concentration Source
Sediment Inner bay, east side 1,600 ug/kg dry weight Manchester-Neesvig et al.,
(averaged over top 3 cm) 1996
Surface water Fox River 21.7 ng/L dissolved (mean) | onr@lly et al. 1992
Inner bay, east side 8.5 ng/L dissolved (mean)
Inner bay, west side 4.2 ng/L dissolved (mean)
Middle bay, east side 1.7 ng/L dissolved (mean)
Middle bay, west side 1.8 ng/L dissolved (mean)
Outer bay 0.6 ng/L dissolved (mean)
Phytoplankton Bay-wide average ~4-12 ug/kg dry weight, Connolly €tog2
(aquatic plants) depending on time of year
Zooplankton Fox River 600 pg/kg dry weight (mean) o@nolly et al. 1992
(invertebrates)  |Outer bay ~60 pg/kg dry weight (mean)
Forage fish Fox River 2,100 pg/kg dry weight (mednpnlly et al.,1992
(alewife) Inner bay, east side 1,800 pg/kg dry weight (megn)
Inner bay, west side 1,400 pg/kg dry weight (mean)
Middle bay, east side 1,300 pg/kg dry weight (meeﬁn)
Middle bay, west side 680 pg/kg dry weight (mean
Outer bay 520 pg/kg dry weight (mean)

determine injuries to avian resources are consistent with those contained in the Departmental
regulations for NRDA [43 CFR 811.64]. Specifically, the approach relies on the use of previously
collected data as outlined in the assessment plan [43 CFR 811.64 (a)(2)] and therefore is cost-
effective [43 CFR 811.64 (a)(3)(ii))]. Moreover, the various studies relied upon methods that were
applied to “biological responses that have satisfied the acceptance criteria of Sec. 11.62(f)(2)” and
applied approaches “that have been documented and are applicable to the biological response
being tested” [43 CFR 811.64(f)(2)(I-ii))]. Most of the studies relied upon in the injury evaluation
have been published in the peer-reviewed literature; therefore, the methods are appropriately
documented and were deemed applicable.

The conclusions derived from the evaluation of the testing and sampling data indicate that avian
resources of the Lower Fox River/Green Bay assessment area have been injured. Specifically,
various fish-eating birds in the assessment area, including Forster’s terns, common terns, double-
crested cormorants, and bald eagles have been injured as a result of exposure to PCBs. The
injuries documented in the preceding chapters of this report include death [43 CFR 8§11.62
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(H(4)()] and reduced reproduction [43 CFR §11.62 (f)(4)(v)@)], as well as physical
deformations [43 CFR 811.62 (f)(4)(vi)]. Waterfowl are also injured by exposure to PCBs in the
assessment area. This injury comprises exceedences of tissue action or tolerance levels and
waterfowl consumption advisories [43 CFR 811.62 ()(L))ji-

2. The injury categories “death” and “reduced avian reproduction” are effectively equivalent in this case. As noted in
previous report chapters, available information suggests that mortality in assessment area birds is limited to bird
embryos/chicks and this mortality contributes to reduced avian reproduction. Therefore, the two injury definitions are
presented together.
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APPENDIX A

SCIENTIFIC NAMES OF BIRD SPECIES MENTIONED IN TEXT

English Name

Alder flycatcher
American bittern
American black duck
American coot
American crow
American goldfinch
American kestrel
American redstart
American robin
American tree sparrow
American wigeon
American woodcock
Baird’s sandpiper

Bald eagle

Bank swallow

Barn swallow

Barred owl
Bay-breasted warbler
Belted kingfisher

Bell's vireo

Black tern
Black-and-white warbler
Black-bellied plover
Black-billed cuckoo
Black-capped chickadee
Black-crowned night heron
Black-headed gull
Black-throated blue warbler
Black-throated green warbler
Blackburnian warbler
Blackpoll warbler

Blue jay

Blue-gray gnatcatcher
Blue-winged teal
Blue-winged warbler

Scientific Name
Empidonax virescens
Botaurus lentiginosus
Anas rubripes

Fulica americana
Corvus brachyrhynchos
Carduelis tristis

Falco sparverius
Setophaga ruticilla
Turdus migratorius
Spizella arborea

Anas americana
Scolopax minor
Calidris bairdii
Haliaeetus leucocephalus
Riparia riparia

Hirundo rustica

Strix varia

Dendroica castanea
Ceryle alcion

Vireo bellii

Chlidonias niger
Mniotilta varia

Pluvialis squatorola
Coccyzus erythropthalmus
Parus atricapillus
Nycticorax nycticorax
Larus ridibundus
Dendroica caerulescens
Dendroica virens
Dendroica fusca
Dendroica striata
Cyanaocitta cristata
Polioptila caerulea
Anas discors
Vermivora pinus
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Bobwhite

Bohemian waxwing
Bonaparte’s gull
Boreal chickadee
Brewer’s blackbird
Broad-winged hawk
Brown creeper
Brown thrasher
Brown-headed cowbird
Bufflehead

Canada goose
Canada warbler
Canvasback

Cape May warbler
Caspian tern

Cattle egret

Cedar waxwing
Cerulean warbler
Chestnut-sided warbler
Chicken

Chimney swift
Chipping sparrow
Clay-colored sparrow
Cliff swallow
Common eider
Common goldeneye
Common grackle
Common loon
Common merganser
Common moorhen
Common murre
Common nighthawk
Common raven
Common redpoll
Common snipe
Common tern
Common yellowthroat
Connecticut warbler
Cooper’s hawk
Dark-eyed junco
Dickcissel

Domestic goose

Colinus virginianus
Bombycilla garrulus
Larus philadelphia
Parus hudsonicus
Euphagus cyanocephalus
Buteo platypterus
Certhia americana
Toxostoma rufum
Molothrus ater
Bucephala albeola
Branta canadensis
Wilsonia canadensis
Aythya valisineria
Dendroica tigrina
Hydroprogne caspia
Bubulcus ibis
Bombycilla cedrorum
Dendroica cerulea
Dendroica pensylvanica
Gallus gallus
Chaetura pelagica
Spizella passerina
Spizella pallida
Hirundo pyrrhonota
Somateria mollissima
Bucephala clangula
Quiscalus quiscula
Gavia immer
Mergus merganser
Gallinula chloropus
Uria aalge
Chordeiles minor
Corvus corax
Carduelis flammea
Gallinago gallinago
Sterna hirundo
Geothlypis trichas
Oporornis agilis
Accipter cooperii
Junco hyemalis
Spiza americana
Anser anser
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Double-crested cormorant

Downy woodpecker
Dunlin

Eastern bluebird
Eastern kingbird
Eastern meadowlark
Eastern phoebe
Eastern screech owl
Eastern wood-pewee
European shag
Evening grosbeak
Field Sparrow
Forster’s tern

Fox sparrow
Franklin’s gull
Gadwall

Glaucus gull
Golden-winged warbler
Grasshopper sparrow
Gray catbird

Gray jay

Gray partridge
Gray-cheeked thrush
Great blue heron
Great crested flycatcher
Great egret

Great horned owl
Greater scaup
Greater yellowlegs
Green-backed heron
Green-winged teal
Hairy woodpecker
Harris's sparrow
Hermit thrush
Herring gull

Hooded merganser
Hooded warbler
Horned grebe
Horned lark

House sparrow
House wren
Hudsonian godwit

Phalacrocorax auritus
Picoides pubescens
Calidris alpina

Sialia sialia

Tyrannus tyrannus
Sturnella magna
Sayornis phoebe

Otus asio

Contopus virens
Phalacrocorax aristotelis
Coccothraustes vespertinus
Spizella pusilla

Sterna forsteri
Passerella iliaca

Larus pipixcan

Anas strepera

Larus hyperboreus
Vermivora chrysoptera
Amodramus savannarum
Dumetella carolinensis
Perisoreus canadensis
Perdix perdix
Catharus minimus
Ardea herodias
Myarchus crinitus
Casmerodius albus
Bubo virginianus
Aythya marila

Tringa melanoleuca
Butorides virescens
Anas crecca

Picoides villosus
Zonotrichia querula
Catharus guttatus
Larus argentatus
Lophodytes cucullatus
Wilsonia citrina
Podiceps auritus
Eremophila alpestris
Passer domesticus
Troglodytes aedon
Limosa haemastica
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Indigo bunting
Japanese quail
Killdeer

Lapland longspur
Lark sparrow

Le Conte’s sparrow
Least bittern

Least Flycatcher
Least sandpiper
Lesser scaup

Lesser yellowlegs
Lincoln’s sparrow
Little gull

Loggerhead shrike
Long-billed dowitcher
Long-eared owl
Louisiana waterthrush
Magnolia warbler
Mallard

Marbled godwit
Marsh wren

Merlin

Mourning dove
Mourning warbler
Mute swan

Nashville warbler
Northern cardinal
Northern flicker
Northern goshawk
Northern harrier
Northern mockingbird
Northern oriole
Northern parula
Northern pintail
Northern rough-winged swallow
Northern saw-whet owl
Northern shoveller
Northern shrike
Northern waterthrush
Oldsquaw
Olive-sided flycatcher
Orange-crowned warbler

Passerina cyanea
Coturnix japonica
Charadrius vociferus
Calcarius lapponicus
Chondestes grammacus
Ammodramus leconteii
Ixobrychus exilis
Empidonax minimus
Calidris minutilla
Aythya affinis

Tringa flavipes
Melospiza lincolnii
Larus minutilla

Lanius ludovicianus
Limnodromus scolopaceus
Asio otus

Seiurus motacilla
Dendroica magnolia
Anas platyrhynchos
Limosa fedoa
Telmatodytes palustris
Falco columbarius
Zenaidura macroura
Oporornis philadelphia
Cygnus olor
Vermivora ruficapilla
Cardinalis cardinalis
Colaptes auratus
Accipiter gentilis
Circus cyaneus

Mimus polyglottos
Icterus galbula

Parula americana
Anas acuta
Stelgidopteryx serripennis
Aegolius acadicus
Anas clypeata

Lanius excubitor
Seiurus noveboracensis
Clangula hyemalis
Contopuis borealis
Vermivora celata
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Orchard oriole

Osprey

Ovenbird

Palm warbler

Pectoral sandpiper
Peregrine falcon
Philadelphia vireo
Pied-billed grebe
Pileated woodpecker
Pine grosbeak

Pine siskin

Pine warbler
Prothonotary warbler
Purple finch

Purple martin

Red crosshill
Red-bellied woodpecker
Red-breasted merganser
Red-breasted nuthatch
Red-eyed vireo
Red-headed woodpecker
Red-necked grebe
Red-necked phalarope
Red-shouldered hawk
Red-tailed hawk
Red-throated loon
Red-winged blackbird
Redhead

Ring-billed gull
Ring-necked dove
Ring-necked duck
Ring-necked pheasant
Rock dove
Rose-breasted grosbeak
Rough-legged hawk
Ruby-throated hummingbird
Ruddy duck

Ruddy turnstone

Ruffed grouse
Rufous-sided towhee
Rusty blackbird
Sanderling

Icterus spurius
Pandion haliaetus
Seiurus aurocapillus
Dendroica palmarum
Calidris melanotus
Falco peregrinus
Vireo philadelphicus
Podilymbus podiceps
Dryocopus pilleatus
Pinicola enucleator
Carduelis pinus
Dendroica pinus
Protonotaria citrea
Carpodacus purpureus
Progne subis

Loxia curvirostra
Melanerpes carolinus
Mergus serrator

Sitta canadensis
Vireo olivaceus
Melanerpes erythrocephalus
Podiceps grisegena
Phalaropus lobatus
Buteo lineatus

Buteo jamaicensis
Gavia stellata
Agelaius phoenicius
Aythya americana
Larus delawarensis
Streptopelia risoria
Aythya collaris
Phasianus colchicus
Columba livia
Pheucticus ludovicianus
Buteo lagopus
Archilocus colubris
Oxyura jamaicensis
Arenaria interpres
Bonasa umbellus
Pipilo erythrophthalmus
Euphagus carolinus
Calidris alba
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Sandhill crane
Savannah sparrow
Scarlet tanager

Sedge wren
Semipalmated sandpiper
Sharp-shinned hawk
Sharp-tailed grouse
Short-billed dowitcher
Short-eared owl

Snow bunting

Snow goose

Snowy owl

Solitary sandpiper
Solitary vireo

Song sparrow

Sora

Spotted sandpiper
Starling

Stilt sandpiper
Swainson’s thrush
Swamp sparrow
Tennessee warbler
Tree swallow

Tufted titmouse

Tundra swan

Turkey

Turkey vulture

Upland sandpiper
Veery

Vesper sparrow
Virginia rail

Warbling vireo

Water pipit

Western meadowlark
White pelican
White-crowned sparrow
Whip-poor-will
White-breasted nuthatch
White-rumped sandpiper
White-tailed eagle
White-throated sparrow
White-winged crossbill

Grus canadensis
Passerculus sandwichensis
Piranga olivacea
Cistothorus platensis
Calidris pusilla
Accipter striatus
Tympanuchus phasianellus
Limnodromus griseus
Asio flammeus
Plectrophenax nivalis
Anser caerulescens
Nyctea scandiaca
Tringa solitaria

Vireo solitarius
Melospiza melodia
Porzana carolina
Actitus macularia
Sturnus vulgaris
Calidris himantopus
Catharus ustulatus
Melospiza georgiana
Vermivora peregrina
Iridoprocne bicolor
Parus bicolor

Cygnus columbianus
Meleagris gallopavo
Cathartes aura
Bartramia longicauda
Catharus fuscescens
Phooecetes gramineus
Rallus limicola

Vireo gilvus

Anthus spinoletta
Sturnella neglecta
Pelecanus erythrorhynchos
Zonotrichia leucophrys
Caprimulgus vociferus
Sitta carolinensis
Calidris fuscicollis
Haliaeetus albicilla
Zonotrichia albicollis
Loxia leucoptera
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White-winged scoter
Willet

Willow flycatcher
Wilson’s phalarope
Wilson’s warbler

Winter wren

Wood duck

Wood thrush

Yellow warbler
Yellow-bellied flycatcher
Yellow-bellied sapsucker
Yellow-billed cuckoo
Yellow-breasted chat
Yellow-headed blackbird
Yellow-rumped warbler
Yellow-throated vireo

Melanitta deglandi
Catoptrophorus semipalmatus
Empidonax traillii
Phalaropus tricolor
Wilsonia pusilla
Troglodytes troglodytes
Aix sponsa

Hylocichla mustelina
Dendroica petechia
Empidonax flaviventris
Sphyrapicus varius
Coccyzus americanus
Icteria virens

Xanthocephalus xanthocephalus

Dendroica coronata
Vireo flavifrons
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STANDARD OPERATING PROCEDURE FOR THE COLLECTION,
TRANSPORT, AND STORAGE OF TERN EGGS FROM
GREEN BAY, WISCONSIN

1. INTRODUCTION AND STUDY OBIECTIVES

This Standard Operating Procedure {SOP) contains the objectives, methods, and approaches for
the collection, transport, and storage of Commeon tern {Sterna Atrundo), Forster’s tein (Sernu
Jorsterty, and Caspian tern {Sremma caspiu) eggs to be collected from Green Bay, Wisconsin, for
the Fox River and Green Bay Natoral Resource Darmage Assessment (NRDAJ. The collectad eggs
will be analyzed for contaminants by an analytical Iaboratory, A subsequent SOP will describe the
laboratory analytical methods that will be emploved.

The objective of the study is (o

> Collect eggs of the tern species listed above from colonies in the Lower Fox River and
(Green Bay to provide comparisons berween current and historical egg contaminang
concentrations.

Tern eggs will be collected during the 1996 nesting season {and, if neccessary, during the 1997
nesting season) and will be analyzed for PCBs (congener-specific analyses}, and potentially other
contamgnants. The field team leader for the egg collection will be Dr, Heetor Galbraith,

2.  FIELD PROCEDURES

2.1  TERN COLONY LOCATION

Suitable tern nesting colonies will be located by U.S. Fish and Wildlife Service (UUSFWS)
personnel during the early part of the 1996 (and, i necessary, 1997) nesting season. Caspian tern
egps will be collected from the known breeding colony on Gravelly Island, Green Bay. For
Foster’s and commun terns, the egg collections will be made from Kidney Island in the Lower
Fox River. If no terns of either species nest on Kidney Island, or the numbers of nesting birds are
too low to provide the required sample sizes (see below), the wesl shore of Green Bay will be
searched for nesting colonies. and eggs will be collected from those colonies closest to the mouth
of the Lower Fox River.
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2.2  EcG COLLECTION

Egpgs Irom at least 6 nests will be collected for each species. If the colony contains more than é
nests, each nest will be located and uniguely numbered. A random number generator will then be
used 1o identify 6 nests. Up to 2 egps (depending on the chulch size) will be collecled from each of
the selected nests. If no colony of 6 or more nests is found, a number of colones will be combined
inte a hypothetical colony, the nests numbered, and study nests randomly chosen.

Eaeh collected egg will be given 2 unigue numerical identifier in the field. This number will be
written on the egg in pencil. All identification nunibers will be recorded in the field logbook. The
identification system for eggs samples coliected for contarninant gnalyses consists of the following
code:

TE-XX-Y-AB
where:
» TE is a two-lelter code designating the tem egg collection effort. i
» XX is a unigue two-letter code designating the colony location
. Y is a tern species identifier (A = common, B = Forster’s, C = Caspian) 23
> ## is a unique two-number code designating the nest number, Nests will be -

numbered starting at “01.”

2.3  FieLD DOCUMENTATION

The field team will document its sampling activities and field measurements in a dedicated,
paginated, bound fickd loghook. Sampling locations will be clearly identified on photocopies of
appropriate topographical maps and described in the field notebook. Entries in the field notebook
and map marking will be done with waterproof ink, and corrections will be made with a single line
through the error accompanied by the correction date and corrector’s initials. The field team
leader will be responsible for maintenance and proper archiving of these field notebooks.

The following information will be recorded in the field logbooks:

v site and project name

» each sampler’s name and professional affiiation

* approximate numbers of nests in each colony

’ tlutch size m each selected nest

» date and time of egg collection, field activity, or licki measurement
» identification numbers of samples collected

> number and type of samples collected
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> any diflicalties encountered or necesyary deviations from this SOP
» any other pertinent field observations.

Maps will be marked with & sumpling location code, ¢.g., PE for Peshtige River, wiitten within a
circle. The field notebook page nursber corresponding to each sampling location will be marked
adjacent to the sampling location circle. Photographs will also he taken of each ¢olony.

Upon compietion of each day’s Neld actrvities, the notes will be reviewed by the field recorder und
sampler and any necessary eorrections made. The field recardor will sign and date esch puge.

2.4  PROCESSING AND STORAGE (3¢ EGGS

The ficld team leader or a designated representative will transport the eggs to the USFWS
laboratery in Oreen Bay. Immediately on returning from the field to the laboratory, the eggs will
he measured and their contents transferred to chemically clean glass jars. Egg measurements will
be made using a Vernier caliper and an electronic balance and will include:

» length and breadth (to the closest 0.1 mmy),
’ weight {to the closest 0.1g).
" egg volume using water displacement In ¥ gravimetric flask

These measurements will be recorded m the field notebook.

After the above measurements are taken, the contents of each egg will be transferred to a pre-
labeled, tared, precieaned and certified glass contatner and the jar plus egg contents weighed to
the closest 0.1g. The jar tare weights and the jar plus contents weights will be recorded 1n the field
log book. The jars will be stored in a freezer to await shipment o the analylical laborsiory.

The tern egg shells will be labeled with the egg ideniifier, allowed to air dry, then stored ina
sealed egg box in a dry area within the USFWS field office at Green Bay.

2.5  CHaIN OF CUSTODY

The chain of custody will start when eggs are collected from the nests. Each egg will be given a
unique numerical identifier in the field. This number will be written on the egg in pencil. Once
identified in this way, the eggs collected during each sampling event will be placed in a communal
egy container under the custody of Dr. Hector Galbraith or a designated stand-in. On returning to
the lsboratory, the contents of each egg will be transferred (o separate chemically clean glass jars.
Each of these jars will be labeled with the appropriate sample identifier, The jars will be stored
frozen in one or more shipping containers which will be sealed with custody sgals {to detect
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unauthorized tampering with samples after sample collection until the time of use or analysis), and
contam chain of custody forms with the following information, as uppropriate;

project name

ezg wentificrs (unigue for each samiple)

name and signature of fiek! reeorder

dale and time of heginning of sample collection

chain of cusiody seal number

signatures of persons involved in the chuin of possession
inclusive dates and times of possession

method and date of sample shipment,

At the appropnate time, the entire sealed container(s} will be shipped to the analytical laboratory,

The field recorder is personally responsible for the care and custody of the samples until they are
transferred or properly dispatched. A sample s in the custady of an individual if any of the
following occur:

>

| d

»

The sample i in the individual's possession.

The sample is withity view after being in possession,

The sample is in a locked or sealed container that prevents lampering after heing in
possession.

The sample is in a designated secure area.

Every transfer of custody will be noted with the date and time of transler and signed for on the
chain of custody record. The numbker of custody transfers will be kept to a minimum.

27  FIELD EQUIPMENT

The following list of equipment will be required in the field:

SOPs (one copy for each team mesnber)
waders/hip boots (ull crew members}

field leg books

marking pens and pencils

labels and labeling tape

chain of custody forms ad seals

an egg box for sample storage and ransport
kimwipes

camers




Wik
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2.8  DeVIATIONS FrROM THIS SOP

If field conditions necossitate any deviations from this SOP the Figld Team Leader will document
them in the field note book and in an addendum to this SOP,
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ADDENDUM TO TERN EGG COLLECTION SOP

During the course of fieldwork four changes were made 1o the egg eollection method. The
decision to make these changes was made by the field wam leader, The chunges are:

I} Sampling Metheds in Forster’s Tern Colony. The methad deseribed in Section 2.2 of this
SOP was changed, The method described In Section 2.2 was developed under the assumption that
any Forster’s tern colonies found would have relatively few widely dispersed pairs. In fact, the
Kidney Island Forster’s tern colony comprised about 100 pairs densely settled in a relatively small
area. Also, the Kidney Island terns nested immediately adjacent to severa) hundred pairs of ring-
billed gulls {Larus delawarensis), Any attempt to number each of the nests and to randemly select
study vests, a3 desenibed in Section 2.2, would have resulted it prolonged disturbance 10 the
birds, with the risk of predation of unguarded eges by gulls. For those reasons, the {ollowing
method was adopted:

* the Forster’s tern colony was delineated and the numbers of nests counted. Two colonies
were found: the main colony comprised 65 nests distributed in un ovoid approximately 20
meters by 60 meters. Another 20 to 30 pairs of terns were nesting in a smaller colony 50
meters to the east of the main colony.

> The main colony was walked through from south to north {(along the colonies 60 meter
axis} and a single egg was collected from each 6th nest, This provided a sample of 10
CEES.

2} One Kgg Was Collected ¥From Each Nest. The collection permit provided by the State of
Wisconsin Department of Natural Resources allowed the collection of 10 Porster’s and common
tern eggs only. The field team leader decided that, in the interests of characterizing the colonies
most fully, 10 nest should be sampled. This entailed the collection of one egg [rom each nest, not
the maximum of 2 described in section 2.2.

3} Common Tern Egg Cellection. At the time of the collection of the Porster’s tern eggs, no
cormmon terns were nesting on Kidney Island. However, a visit two weeks later revealed that
common ferns had by then established thenselves. A total of 15 nests were found. One egg was
collected from each of 10 randomly chosen nests.

4) Mo Caspian Tern Eggs Were Collected. No aitempt was made o locate and collect the eggs
of Caspian temns.

a1



i

Results of chemical analysis of (ern eggs

The column “field.id” represents the identification sumber of ench egg collected. 1998 is the year
of collection. “KI” denotes the collection site of Kidney Island, and the last two values {common
tern) of three values (Forster's tern) are the sample sumber (Le., BO1, B02).

The “analyte” column identifies the PCB congener for which 2 value s given (e, ¢.1.ppb.wwt
means PCB congener 1, measured 1n parts per billion wet weight).

All values of 0 dencte values below the detection fimit.
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TECHNICAL PROCEDURES

INTRODUCTION

The objective of this project was to prepare and analyze approximately 123 biota tissug samples to
determine concentrations of polychlorinated biphenyl (PCB), and conduet related ancillary measurements.
The PCB targer analytes are listed in Attachment 2, Batelle analyzed fish and eggs that were collected
between the spring of 1996 and the fall of 1966, The sampies were shipped 1o Bauslle in April, May, and
lune, 1997 ang the Battelle laborstery component of this project began in early May, 1997.

SAMPLE ANALYSIS

SAMPLE RECEIPT, STORAGE, AND HOLDING TIMES

Hagler Bailly armanged for shipment of the frozen samples 1o Battelle. The samples were, upon receipt,
logged into the laboratery and given unigue Banelle IDs. The samples ware stored frozen at, of below,
~20°C unui} laboratory preparation could begin,

The tissue samples were stored frozen until they couid be homogenized and composited. Homogenized
and composited tissue samples were retumed to frozen storage once they had been subsarnpled for
extraction, or upon completion of the homogenization/compositing procedures, if extraction could not
begin within one day. The sample holding times were 1 year from collection to extraction, as long as they
were stored frozen untif sample preparation begins. Sampte extracts were to be analyzed within 40 days
of extraction. Table 1 presents the 1 year holding time expiration dates. All saroples were extracted by
these dates and the extract holding times were also consistently met.

Tabie 1. Fish and Egg Sample Holding Time Expiration Dates

Sampie Matrix Holding Time Expiration Date
Waileve — whole budy July 29, 1997
Walleye — Jiver July 29, 1997
Brown Trout — whole body July 29, 1997
Brown Trout —. fillet Octoher 11, 1997
Linke Trout -~ whaole body October 22, 1597
Lake Trout w- filles August 12, 1997
L.ake Trout — eggs Oetober 22, 1597
Temn — eggs May 2%, 1997




PRELIMINARY SAMPLE COMPOSITING, SPLITTING, AND PREPARATION

The tissue was thawed and homogenized, A Hobart stainless steel grinder was used to homogenize the
fitlets and the whole bixly fish. This large-sample homogenate was collected 10 2 siainless steel bowl,
thoroughly mixed, and approximately 400 g removed for keep (the balance of the tissue homogenate was
discarded). Each tndividual fish and filler was homogenized and stored separmely. A Tehmar
Tisssemizer was used 1o further homogenize the fish fillet and whole body fish tissue that was used for
laboratory analysis, The Tekmar Tissuemizer was also used to bornogenize the livers and eggs. The
homogenized sample was placed in a pre-cleaned glass jar, with Tefloo lmed cap, for subsequent storage.
The final whole body walleye and brows trout samples were generated by compositing approximately

30 g (0.3 g) aliquots of the homogenized tissue from several fish, and assigning this composite sample a
new sample 1D (in accordance with a compositing and sample I scheme provided by Hagler Bailly}.
The number of sampies prepared and analyzed are listed in Table 2.

Table 2. Number of Samples for Analysis

Sampie Matrix Base 166 PCH Total PCB Coplanar PCB
Congeneys (as Armclor) Congeners

Walleye — whole body 3 0 5
Walleye — liver 0 118 g
Brown Trout — whole body HiN 0 pd
Brown Trout — fillet g 14 0
Lake Trout — whole body 12¢ ¢ i2
Lake Troug w.. fille 0 15 0]
Lake Trout — epgs 12 0 12
Tem - 2ggs 2 o 12

Total: 7 46 43

*The 31 walleye whole body samples were composited from 138 fish (3-6 fish/composite).

" The 17 liver samples were individua) livers from 16 fish and one sample was the composies of livers from 4 fish.
¢ Ihe 10 whole body brown moig samples were composited from 50 fish (4-6 fish/composite}.

¥ The 12 lake trout whole body samples will each be of 1 fish (i.e., not composited),

SAMPLE PREPARATION

The sampics were analyzed in gnalytical balches of no more than 20 field samples per matrix type. The
foliowing cight (8) analytical batches were analyzed:

. I batch of walleye liver samples

. 2 batches of brown trout and lake trout tillet samples

» 1 Bawch of tern egg sumples (6 forsters e and § Common term €ggs) -
. | batch of lake trout egg sumples

* 3 batches of combinations of walleye/brown trout/lake trout whole body samples

Additionatly, there was one baich with a combination of wallaye liver and trout fillet sampies because
several of these samples bad refatively low recoveries the firss ume they were analyrzed, and they were

therefore re-analyzed mw one batch,



Thi following quality control samples wers processed along wilh she fietdd samples (key quality contro:
data quality objectives are listed 1n Attachment 3):

. I procedural blank (PB}
* } blank spike {BS} _
. t centified referenee muuerial (CRM 3 The NRC material CARP-| wasg used,

. i sampile duplicate (DUP}

Additionally, equipment/rinse blank (EB) samples were generated during the homogenization process and
instrumert blanks (IB) were analyzed. The EB was a solvent (hexanz) rinse of the sample
homogenization eguipment. One EB was prepared with each baich of samples. The IB was | mL of
hexane that was fortified with intemal standards and injected onto the GC/ECD. One 1B wias analyzed
with ¢ach baich of samples, to determine if there was any mstryrnent “background” signal, The EB and
IB samples were quantified like the PB sarople, and the average sample weight of the analytical batch was
used to caleulate concentrations.

Tissue Extraction and Preparation

The ussue homogenate sample was thoroughly mixed and approximately 3-10 g was removed for the
extraction (Table 3). The amount of tissus used for the extraction, and the eventual pre-injection volume
{PTV) the sample was adjusted to, depended on the expected PCB congener concentrations (as
communicated 1o Baitetle by Hagler Bailly during the planning phase of this project). The sample was
fortified with surrogate internal standards [SiSs: PCB congeners Cla(36) and Ci(112}] 10 monitor
procedurat efficiency. Sodivm solfate was added 1o dry the sample and aid in the maceration, and the
sarmple was serially extracted three times in a Teflon jar using hexane as the extraction solvent and a
Tekmar Tissuemmizer. The combined extract concentrated using a Kuderma-Danish appararus and gentle
nitrogen gas evaporation on an N-Evap.

Table 3. Target Weight and PIVs

Sampie Matrix Approximate Approximate
Sampie Weight Pre-lnjection Vohumne
Extracted {g} tnl)”

Walleye «- whale body 5 2

Walleye — liver 3 10

Brown Trout — whoie body 5 4

Brown Trout - fillet 19 2

Lake Trout — whole body 5 2

Lake Trout — fillet i 2

Lake Trout - eggs 5 4

Tem —egys 5 10
¥ The PIV for the base congener analysis was half of this if the sample was sphil for coplanar
congener anajysis,

The extract wus next purified using a chromatography column packed with 20-g, 2% deactivated F-20
alumina fa 40-g alumina column was used for the egr sampies), The column eluant was concentrated
using Kuderna-Danish technigue and turther purification was obtained by senally treating the extract with
suifuric acid until there was no visible reaction.



The atumina aod sulfuric ucid purified sample was concentrated using Kuderna-Danish and misrogen
gvaporation lechriques amd adjusted [o the desired PIY. I coplanar PCB analysis was to be performed,
the Ninal extract was sphit 33130, with one half being submitred for caplunar PCB fractionation {sec
Coplanar PCB Congener Determination below}) and the other half fortfied with recovery internal
standards [RIS: POB congeners Ch{343, C13(39), and Cl 166)] and submined for strumental analyses.

Ancilisry Measurements

Moisture and lipid content wax determined following standard gravimetric protocols. Ia summary, the
lipid content was determined as the “hexane extactable matewr” by subsampling 10 mlL of the
approximately 200 ml. combined sample extract, alfowing it to dry and weighing the material twice at
least 1 bour gpant to ensure complete solvent evaporation. The velume of the sample extract, from which
the subsample was remaoved for the lipid determination, was accurately measured by marking the volume
levei on the vutside of the glassware prior to removing the subsampie for the lipid measurernent. Once
the balance of the extract had been wansferred for concemration, the original extract volurne was
determined by pouring water into the glassware 1o the marked level and measuring the volume using a
graduated cylinder.

In addition 10 the hexane sxiractable lipid determination, which was performed on all samples, three
whole body trout samples were extracted sepatately using dichloromethane {DCM) for detersnination of
the DOCM extractable lipid content. This was performned to obtain data o compare the lipid data generated
with the standard hexane extraction with tha! obtained using DCM.

The moiswre content was determined by placing approximately S g of wet tissue material in a tarred
weighing pan, which was then dried at least 24 hoars in & drving oven a: 105°C. The dry material was
then removed from the oven and aliowed 10 come {0 room temperature before it was again weighed. The
weighing was repeated ot Jeast 6 hours later 1o ensure compiete dryness,

Coplanar PCB Congener Determination

A sub-set of the samples analyzed for ortho substitmed PCB congeners (“standard” congeners) were also
aralyzed for coplanar (ron-ontho substituted) PCB congeners. A total of 26 samples were processed and
anatyzed for coplianar PCB congeners.

The final purified extract prepared for standard PCB congencer analysis was split 50:50 prior to the
addinion of the RIS, as described above. The coplanar PCB congener analysis was performed on one of
the two spiits, after isolating the coplanar congeners in accordance with Draft EPA Method 1668, Toxic

PCBs by HRGC/HRMS:

Approximately 23 ng of the coplanar PCB congener SIS [CI8{7T)deuterared] was added to the coplanar
extract split to monitor the efficiency of the coluran separation and coplanar PCB congener isolation, A
S.rmim glass colurmse was packed with 3.6 g of a 50:50 mixiure of Carbopack C:Celite 545 that had been
activated ar 130°C for o minimurm of & hours; the column was packed in hexane. The sample extract was
loaded amto the column, rinsing the sample vial with approximately [ b of hexane, which was added 1o
the column. The solvent level was brought to the top of the column and the column eluted as foliows:

. 25 ml of hexane was added, eluted, and collected as the F {(standard congeners),

- 15 ral. of roethanol was added, eiuted, and collected as the P2 {residual polar/lipid matrix
componentss.
. 15 mi of toluene was added. eluted, and collecied as the F3 — the coplanar PCE congeoers

elute in this fraction.

The F3 fraction (coplanar PCB congener) was concentrated o approximately 200-250 1L using nitrogen
evaporation techniques, fortified with the RIS compounds. and submitied for GC/ECD analysis.

[32)
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INSTRUMENTAL ANALYSIS

GCECD Analysis - PCB Congener Analysis

The analysis of the targer ' B congener compounds (Adachment 2} was performed by high-performance
capillary gas chromatogra; iy with eleciron capture detection {GC/ECD) using a Hewiett-Packard 6890 or
5890-11 gas chromatograph fitted with dua) *Ni-electron capture detectors. The GC/ECD analysis was
performed using a 60-m, 0.25-mm inner diameter, 0.25-m film thickness. DB-5 fused silica capiiiary
cotumn (J&W Scientific, Inc.). A I kL sample extract was injected omo the instrument. The injected
sample was al - sphit 1o 2 second colusnn {60-m, 0.25-mrn maer diameter, 8.28-.4m film thickness, DB-
Y701 column) and ECD, for simublaneons acquisition of second column GC/ECD data, The second
column were acquired in case these data would be needed for review at a later time, but the analyses on
the DB-1701 will not be calibrated and the data were not reduced for this project (the DB-170) runs were,
however, checked to ensure that the data were acquired).

The GC was equipped with an efectronic pressure controlied (EPC) inlet for optimum sensitivity and
reproducibility. Additionally, hydrogen was vsed as the carrier gas, and the temperature program was
optimized to separate the 106 targel PCB congeners. The following GC emperature program was used:

. Initiai temperature 60 °C

. Initial time 1 minute

. Ramp Rate 10 “C¥minute 1 140 °C; | *CrAminute 10 220 °C; 5 *Cdminute 1o 190 °C
. Final temperatore 290 °C; 10 minutes

The GC/ECD system was calibrated with a multileve] calibration, with a minimum of 4 calibration peints
{3 points were typically be used}. The analyte concentrations range from about 0,005 te 0.12 ng/ul. in the
calibration solutions {the concentrations of some congeners was higher, because of their iower ECD
responss}, and the internal standard concentrations were approximately 0.05 to 0.06 ng/ul_ in ail
calibration levels. The calibration solutions were prepared with ail 106 target congeners and the intemal
standards. For the coeluting sets of congeners (see Attachment 2), only the primary congener (the
congeners listed first in Attachment 1) was used in the calibration sojutions,

Each target analyte was fitted 10 a quadratic equation to best represent the response of the ECI). The
validity of the initial calibration was monitored with a continuing calibration ¢check analysis { 2 midOlevel
calibration standard) at Teast every 10 samples. Ansiytes concentrau.ns were by the method of intemal
siandards using the RIS (i.c, the iniernal standard added at the end of the sample processing ragime) as
the quantification internal standard.

Samples with target PCB congeners response above the high standard were diluted and re-analyzed. If
more than 10 of the PCB congeners had a response preater than the high calibration standard, then the
analytical data from only the diluted run were reduced and reported. However, if the dilution and re-
analysis was performed because 10 or fewer PCB congeners had a response above the high calibration
standard. then the data for all congeners were reported from the first run, and the re-analysis was only
used 1 generate data for the congeners that were initially above the high standard (and the "E” and ¥D"
gualifiers apphed o the data, as deseribed in Auachment 43,

Quantification of individual components was performed by the method of intemal standards gsing the
RIS compourngds C13(39) and CI6{166) as the guantificetion internal standard [C13(39) was used for all
congeners eliming before the SIS CI5¢112). and Cib{166) was used for the congeners eluting afier this
SIS]. Surrogate compound recoveries were determined for the SIS CI3(38) versos the RIS Ci3(39), and
for the $18 CI15{112) versus the RIS Cl6(166). Targer analyte concentrations were reported on g wet
wetght busis, and the moisture and lipid content were reported aiong with the PCB analyrical data,



Additionally. the wotal POB was estimated as the som of the 106 congener concenirations on the
spreadsheet summary tables, The sum of all congeners wilhout congener #85 was also calculated because
there was a significant interference observed with this congener and this likely biased the wial PCB data
when this congener was included.

GC/ECD Analysis — Total PCB Analysis {as Aroclor Equivalent)

‘The total PCB concentrations in the walleve liver and brown trout and lake trout fillet was determined by
the Aroclor equivalemt method; no individual PCB congener datg were generated for these samples. The
sample extraction and preparotion was the same as for the PCB congener analysis, and the instrumental
analysis was alse as described above except for the calibration standards that was used.

The nitigf calibration verification was perfonmed with a rlilevel calibravion comaining 4 mixture of
Aroclors 1016 and 1260 (with a concentration range of approximately 0.25 to § ug/ml. per Arocior).
Single-point calibration standards were analyzed for the other target Aroclor formulations {Attachment 2).
Additionaliy, a 50:50 mixture of Aroclors 1248:1254 was analyzed as a single-point calibration standard.
The validity of the calibration was checked with a mid level calibration mixture of 1016 and [260 {with a
concentration of approximately 2 ugimlb ) no less frequently than every 10 samples. The maliilevel
catibration would be used to quamify the samples that most closely resemble 1016 and 1260, and the
appropriate single-point calibrations was used for the other Aroclor formulations.

Total PCB was detarmined as the most predominant Aroclor formulation (1.e., the analysts reviewed the
chromatogram and determined which single Aroclor the PCB composition in the samiple most closely
resembles, and quantified the sample as the equivalent of that Aroclor). Because the Arocior composition
relatively closely resembled & 50:50 mixture of Aroclors 1248 and 1254 (ranged from about 40:60 to
60:40) in the walleye liver samples, the standard with a 50,50 of these Aroclors was used 1o quantify 194
those samples, and the results were reported as “1248.1254™. “The PCB pattern in the trome fillets most
closely resembled Aroclor 1254, and this formulation was used o gnantify the fillets,

The RIS Ci6{166) was used as the quamification internal standard for Aroclors 1248, 1234, and 1260, and
the RIS CI3(3%) was used for Aroclors 1221, 1016, 1232, and 1242, The RIS (13(39) was also used 10
determine the recovery of the SIS CI3(36) and the RIS Ci6{ 166} was used (o deermine the recovery of
the SIS CIS{112).

GC/ECD Analysis - Caplanar PCB Congener Analysis

Samples selected for coplamar PCB congener analysis were processed for the isolation of these congeners,
and separately submitted for GC/ECD analysis. The GC analytical conditions was the same as for the
analysis of standard PCRB congeners. The same calibration and qusntification approach was also used for .
the coplanar congeners. Sample quantification will be performed versus the RIS CI8( 166} for all coplanar
congeners except congener #37; the RIS CI3(39) was used 10 quantify congener 437, The recovery of the
colurnn fractionation internal standard Ci4{77)-detgerared was derermined versus the RIS CI6(166). The
recovery of Cla(77 -deaterated was an indicator of the sample processing efficiency afrer the sample was
split for coplanar PCB congener processing. The efficiency of the rest of the sample processing was
indicated by the recoveries of the standard SISs [C13(36) and C15{112)], which were reported with the
standard PCB congener analysis data for each sample.

GC/AS Confirmatory Analysis

The quantity of the standard PCB congeners was confirmed wsing quadrupole zas chromatography with
mass specirometric detection using a Hewlew-Packard Model 5972 MSD. All field samples thar were
analyzed for the buse congeners by GC/ECD (77 samples) were also analyzed by GO/MS. However, the
GC/MS data were only reduced und reported {or 26 of the 77 <amples: 4 tern egg 4 luke wrout ege. 10
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walleye whele body, 4 brown rrout whole body, and 4 lake trout whole body samples. The 26 samples
were selected vsing criteria developed by Hagler Builly (species, tissue type, jocation of capture, and PCB
concentration determined in the GC/ECD analysisy. GC/MB confirmation was niot be performed vp e
coplunar PCB congener samples or the samples that were analyzed for oial PCB as Aroclor equivalent.
The GU/MS analysis was performed o he field saraples and the PB saraples — the QU duwty, including
surrogate compourk! recaveries, wore generated from the SCECD analyses.

The gas chromatograph was fined with the same chromatography calumn and operated with the same
oven (emperature profile as that used for the primary GC/ECD analysts. However, helium was used as
the carrier gas instead of hydrogen. This ensure that the peaks tentatively identified by GC/ECD had
somparable chromatographic propertics in the GC/MS analysis. However, because helivmn was used as
the carrier gas instead of hydrogen, congeners #153 and #132, which were resolved on the GC/ECD,
couid not be resolved in the GU/MS analysis of the whole body fish samples {they were resoived during
the analysis of the egg sampies),

The mass spectrometer was operated in the selected ion monitoring mede (SIM) to provide the necessary
sengitivily and selectivity. Each target conpener was monitored using bwo ions — a primnary ion for
quantiation and a secondary ion, for structural identification and confirmation. ldentifications was based
on chromatographic retention tme and primary/secondary ton ratio criteria {i.e., identification of the peak
as a PCB congener, the Tovel of chlorination of that PCB congener, and the known retention time
characteristics of each congener from prior detatled GC/ECD retention tme characterization/mapping).

The GC/MS analytical system was tuned with perflusrotributylamine {(PFTBA), and calibrated with a
multilevel calibration. A minimum of 4 calibration levels (but typically 5 poinis), was used with the
analyte concentrations in a range of approximately 0.02 1o 0.8 ng/ul.. The calibration solutions contained
all 106 target base congeners and the internal standards. The GC/MS analyies were quantified versus the
RIS C13(34).

The GOMS confirmatory analysis was performed like 2 standard quantitative analysis, with the GC/MS
data being reported just like the GC/ECD data, There was no guantitative comparison of the GCECD
and GC/MS analytical resuits.

MDL STUDY

A method detection limit (MDL) study was performed as part of this project using "clean” (hatchery
raised} trout fillet provided by Hagler Bailly. The MDL study was performed in accordance with the EPA
protocol set fuorth in 40 CFR 136 Appendix B Method Detection Limit (MDL) Determination,

The MDL study involved fortifying eight replicate tissue homogenate sub-samples with the 106 target
base PCP congeners at a concentration of approximately 3 to 5 times the ¢xpected MDL,, and processing
and analyzing them using the procedure that was used for the project field samples, Additionally, two
non-spiked sub-samples were analyzed to determine the background PCB jevels in the tissue, ond a
procedural blank analysis will aiso be included. The PCB congener concentrations were determined by
GC/ECD, and the summary statistics performed to caiculale the MDL for each PCB congener.



QUALITY ASSURANCE / QUALITY CONTROL,

QUALITY ASSURANCE.

The Quahzy Assurance Unat {QALD st Battelle remnains independent of all laboratory project actvites.
The QAU monijtored Batelle’s components of the project according to existing Battelle SOPs to ensure
the accuracy, inegrity, and completeness of the data. Additionally, the QAU monitered the project
activities 10 ensure consistency with the applicable requirements described in the Quality Assurance
Project Plan (QAPP} that was developed for this project. The QAU scope included system inspections,
data audits, and reviews of documents and deliverables.

QUALITY CONTROL

Project staff were responsibie for ensuring that sample raciang, sample preparation, and analytical
instrument operation atl met the quality control criteria detailed in the applicable analytical SOPs. The
type and frequency of analysis of guality control sarmples for the analyses are specified in Auschment 3.

The data guality objectives (DQO) for the analyses are outlined in Attachment 3. Analytical resuits that
did no meet the listed DQOs were submitted 1o andéor eeviewed with the Battelle Project Manager for
assessroent of the potential impact of the results. Affected samples were reanglyzed at the Project
Manager's discretion (e.g., a set of samples were re-extratted and re-analyzed for total PCB a5 Aroclor

determination because surrogate recoveries fail below the DQGY. Quality comtrol sample data that were . ki
sccepted outside these criteria are indicated with the appropriate data qualifier. A set of data qualifiers -
were applied to the fnal surnmary spreadshest data, as indicated in Attachment 4 (e.g., quality conmrol -
sample data quaiity objective exceadances will be qualified with 2 “&” on the summary spreadshest e

tables}. Targe! analyte concentrations were reported if the analyst could confidemtly perform the
identification and determination {i.e., uncensored data were reporied).



Attachment 2. Target FCB Analytes

Base PCB Congener Set ®
} 4237 BG 136 183
3 43 51 137 185
410 a4 92 13871607163 1877182
6 4% 95 1417179 139
19 46 47 146 191
§/5 47778 99 1497123 193
12/13 48 100 151 194
16032 49 101/90 153 1951208
17/15 51 108 156 197
18 52 1077147 158 198
19 53 11077 167 199
21 56/60 14° 169 200
22 9 118 1707190 2017157
24177 &3 38 1717202 203/196
25 66 124 172 203
26 70776 128 173 206
28 74 1267126 174 207
29 82 130 175 209
£3) 83 131 176
33720 4 172 177
40 85° 134 178
e 41764171 87/115/81 1357444 180

* Alf congeners numbers are lisied using the ISPAC nomenciature.

Coeluting congeners are listed in order of abundimwe in Arociors 124271248/1254 {most sbundant lisled first), The
snost abundant single congener will be wsed to calitrate the instrument for the coeluting congener sels.

* The pesticide 4.4-DDE coelules with congener 114 and the pesticide 4 4.DDE coelutes wish congener 85,



Attachmenl 2 {cont.). Target PCB Analytes

Coplanar PCB Congener Set

37

77

8]

126

169

Arocloer Formulations

Arcclor 1616

Aveoclor 1221

Aroclor 1232

Aroclor 1242

Arcclor 1288

Arsclor 1234

Aroclor 1260




Attachment 3. Data Qualily Objectives — PCB Analysis

QJC Sample

Frequency

Da: Quality Objectives

Corrective Action

Procedural Blank (PR

1 per analytical bach *

< Ri., of assoeiated sampigs
>0 = biank conceatration

Rearalyze associned
sarmpies, or justily,

Equipment Blank (EB)

{ per analyncal bawch

< RL., or associoted samples
»13 x blank concentration

Craadify dats andior
doseribe i pacrative with
data reporting. of lustify,

Instrument Blank {IB)

1 pur anatytical botwch

« R, or associaied samples
=14 = blank conceniranion

Reanalyze associated
sarnples, or justify.

Blank Spike {BS)

I per analytical batch *

BO% of congeners 1o meet the
following:

50—125% recovery for wi- through
decachlorobiphenyls and Aroelors.
3(w125% recovery for mono- and
dichlorobiphenyls.

Reanalyze associated
samples, or justify.

Cenified Reference
Material (CRM)}

{CARP-1}

I per anatytical batch

PD <£35% between measured and
cenified or consensus value for
G0% of analytes; PD «<230% for afl
analyvies. Average of PD {absolute
valups) «25%.

Obigerives apply w anatytes with 2
cenified O consensus concentyation
»5 = Ri.

Reanslyre associated
samples, or justify.

Sampie Duplicate {(DUP)

1 pair per snalytics! bach *

RPL} «54% for duplicates with
anaiyte concentrations »% = KL
Difference <2 x RL for duplicates
with analvte concentration <5 x RL.

Resnnlyie assosiand
samples, or jusify.

Surropate Compounds

Every fieid and QL somple

S—125% recovery

Beanalyze associmed
sarples, or justify,

initial Instrument
Calibration

(GCECD and GCMS)

At initimtion of anaiytical
sequence.

A mintmum of depoint
calibration.

GC/ECD: Correlation coef.
r »(.995 for 90% of analyes;
r .99 for all analytes.

(r »0.995 = ¢ >0.99)

GCMSE: < 25% RSD in REFs for
0% of analyies:
<35% RSP for all anabytes.

Recolibrate and
reanalyze associated
sampies

* Anatyoscal Batch: Sample sec of no more than 20 fleld samples of the same sample matris.




Atiachment 3 {cont). Date Qualily Ohjectives — PCR Anolysis

Cortmuing Insttumem
Calibranon Chevk

(GCAECD and GUIMS)

e Jess freguently than every
Hi sampies

GLAFECTD dewermined
coreniation <2 28% PO varen
concenieation for 73F of analyies.
235 PO G Q0% of unalyvwes;
250 BD far ali analyes,

8% PR on average for al)
antlytes,

CGOMMS: «x25% BIY for RRFx
versus initial codibratian for 75% of
analvies; «35% PD for 90% of
araiyies; £30% PD for al) anabaes,
<u15% PD on average for all
anaivees,

Rocaliheaie and reanalyze
assoniated samples {ie.
sarnples not brackeind by
a passing calibrationy, or
Juslily.

% Lipid determinalion

Replicate weighing of each
sample,

Sample duplicate we 1 prer
analytical batch ®

«HWe difference in two weighings

RPL} « 20%

Re-dry and re-weigh

{ualify data.

% Moisture
determination

Replicale weighing of each
samiple.

Sample duplicate ~ 1 per
analytical bateh *

<10% difference in iwo weighings

RPDY « 20%

Re-dry and re-weigh,

Re-determine moisiure
conlent for associated
samples, or justify.
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Atiachment 4. Data Qualificrs

Data Qualifier

Purpase

Data Qualifiers *

&

ME
Ml
X

XY.Z

20 value cutside the accuracy or precision criteria goal {SRM, BS recovery,
surTpgale recovery, %RPD in DL analysis),

Value for anaiysis of compound with response above the cafibration range.
Sumple was diluted and reanalyzed for this analyte, and the data from the diluled
sample anatysis are reponted separawly elsewhere,

Value for difuted analysis of compound with an original {undiluted) response
above the high calibration range.

Analyte detected at 8 fevel above the reporting limit in the procedural biask
{procedural blank value is guahified),

Naot detected, An entry of 0™ is put in the value field,

Estimated value. Analvte detected below the sample-specific reporting limit.
Significant mamx imerference - estirnated value reponted,

Significant matrix interference — value could not be determined or estimated.
Estimated value, see narrative”,

Defined in case nareative,

* Diate qualifiers thal wifl be applied to the summary spreadsheet. Qualifying uses RLs snd analyst sompound
identifiestion: calculated M5 are not used when applying the “U™ or “F” qualifiers, end these ix currently no
qualifier for yalues between the MDA and the RL, or that use the MDL in any way.

®The IX qualifier was specifically created 1o qualify the conganer #85 data, which in the field sampies was

uncharaeteristically large, tikely due 10 interference from the pestucide p,p’-Di3E. This is described in more detail in

8 narrative in the lelter dats repon,



Aflachment &

REPDATING LIMTS - Exterded PCH Congener Sel

Barlch 10 87128 Bi-128 7190, §¥- 151, §7-192 g7, Hiee G192
Mawrix Ters aggy L. Trouf Egus Walloye Whofe B.Trowt Whois L. Frour Whote
Pre-mecion Volume (ul) 5000 i el 1000 a0 100G
Lipia Anaiveis Spit Faclor 1E 1.0 180 100 1.00
Coptanar Analyais Spilt Factor 200 260 1% 1.0G 1.0
Sarvgke Dilulion Facior 1460 1.00 1.00 1.64 1.00
Sample Wat Weigh {g) £00 .00 .66 540 .00
Reporimg Lind g, wel waighl  1gyg. wat waight nod, wel wesgd NG, wht weight nody, wil weight
Aridiyte
PCHY 256 1442 26 5.1 1.3
PORD 562 21 3] h1i5:] 25
PLE4 258 5.3 24 5.2 1.4
FOR? GG [ 3 1.6 Az 0.8
PCRE 1.6 6.4 1.6 3z 68
pLOBR 1606 87 17 34 o8
PUBG a.e 38 j13: 1.5 {45
PCBIZ 180 g4 .5 42 0.8
PCE S B.3 34 0& 1.7 04
PCBYY 1z 29 a7 14 G4
ACH4 9.0 36 134 18 (LR
PLBYE LRV 35 3.8 1.8 0
POEDS 28 318 63 1.5 (151
PCB2E R ] <] -] 14 0.8
PCB2Ss 2.0 A6 0.8 148 &5
PGBM acC X te 18 .5
FCHZS B4 3.4 G3 1,7 0.4
PUB2Y ag 3 0.9 18 0.5
PCHEAS 8¢ 1.6 0% .8 a5
PESI &6 3B 1.8 1.8 4.5
PCHS 42 25 X 3 i ¥4 03
B2 86 <3 Gy 1.8 cs
PCRas 7.8 39 [+X:] 1.8 G4
PCB4E 8.8 38 16 .8 5.5
PCRS2 a4 EX] 0.8 1.7 [+ X
PCEIAl 545 is 43 1.8 0.5
PORAT 98 e&: 1.0 1.8 5
PLEB47 an 38 1.0 1.9 o5
Praas 9.6 3.8 1.9 i9 11
Poidd 84 3.4 .8 1.7 f.4
PCBSE g5 3 : ] 0 1.9 oS
PCR4Z 5.5 36 o] LR} &5
PCRAY 74 30 0.7 5 &4
PCEO 9.9 35 o8 18 <]
POBID0 a8 38 1.5 18 0.5
Plgiss &5 a8 18 1% 0%
POET4 9% 318 1.0 LR 3.5
POBTO 26 38 148 1.3 B3
POBSE 3.4 34 o8 1.7 04
pCBes 88 R 1.0 1.9 05
PCBaY T4 30 0.7 1.5 G4
PCBES 78 30 08 15 o4
PLoBAZ &8 27 oy 1.4 [the]
PB4 T8 pXe 48 15 04
P-Bag 8 38 1.0 1.2 0.5
PLB10t B4 34 08 .7 G4
PCBOI g6 38 1o 18 65
FCBYIG .3 ¥ 18 18 o5

FCEED 38 i8 15 8 2.5

W



RESORTING LTS - Exlundert POB Dongener Sel

]

[
oy ]

L

Baen il 97128 g7.129 799G G191, 4122 B9t B7-182 G352
HMawix Tem eggs L. Trapt BEggs Watoye Wirolg B Fronat Wity L. Trowd Whoip

PLRST 36 1B i 14 0.5
PLESY 845 38 ] 1.¥ 0.5
PLERS T4 36 o? 15 04
[wiih 8.8 5.8 10 1,9 0&
PCBIG BE 2.8 1.0 1.9 0.5
rCas2 5 38 1.0 19 35
PCBISY 9.6 34 1.4 18 45
PCB135 70 28 Qr 14 G4
PCEI24 98 ¥ (Rt 1.8 8.5
PCRI1OTY 96 38 10 1.8 G4
PLE4S 5 38 19 18 4.5
POHS %4 34 3.1 1.7 0.4
P(E134 5 Ak 10 18 08
PLHOIS X1 3B 1.8 1.8 6.5
PCEI3Y BB 34 a8 1.7 04
FCRi48 7.0 2.8 a7 1.4 04
PCE153 8.4 34 a8 3?2 23
PCB13Y a5 ¥ 14 3 4.5
POHINS [ 34 5.8 1.7 4
PURAY o4 18 15 1.9 0.5
PLEY7 a8 s 14 1.9 0.5
PCBITE 7.8 bR X 16 04
PCEISS 8 s 0g 1.5 0.4
PCE&XA B4 a4 Y] 17 o4
PCEi5S 9.8 as 140 1.2 .5
PCE12G 06 R¥:] 14 1.5 o5
PCBITE 8.6 2.7 a7 1.4 0.4
PCRITS 26 35 15 1.8 65
PoBa7? a4 3.4 a8 1.7 0.4
FOBB3 54 14 0.8 1.¢ 0.4
FCBIZE 84 a4 0.8 1.} 0.4
PCBIGT 96 as 1.4 1.9 05
PCEYaS =33 J.E 1.9 1.3 o5
PCERIT4 8o 24 a6 1.2 i
FCBIY? %} 23 a6 12 0.3
FOBIM af 23 .0 1.8 45
PCRISE 3.6 a8 1.0 1.8 05
£LBIT3 95 . 31 18 18 ¢5
PCR2O &5 38 $4 1.9 05
PCBY72 23 38 15 1.8 05
PLBSY -¥ 3 3.8 1.8 1.9 (1%
PCEHIBG B4 34 0.8 7 4
PCHIA3 9.8 aa 1.0 1.8 a5
PESITN : X3 3] 16 1.4 55
PCAZOD Y| 3.4 19 14 5
PCBISY 96 38 15 19 45
FORITY &4 34 143 1.7 0.4
PLEIRE &6 38 1.0 . 0.5
soRsy 80 3z ] 1.8 0.4
PCEXN TE a0 [+3:1 15 4
PGB18Y +E 38 1.8 1.9 el
PCB1GE B4 34 an 1.7 84
PCB207 748 31 &4 1.8 0.4
PCR194 948 34 18 1.¥ 4.5
PCB2GS §.5 38 £0 1.5 45
BOR20G 54 >% 06 L3 [ 5c)
PLE20G &4 5 (13 13 A



Atlachmend § foont}

REFORTING LIMITS - Coplanar Sengeners

Batch 1D g7-126 §7-129 a97-192 97192 87-192
Matrix Tem egys L. Trouf Eggs  Wallave Whols 8. 0o Whots L Trou! Whole
Pre-lmectian Youme (ul) 128 125 200 208 204G
ki Analysis Spit Facter 1o 144 100 1.04 100
Coplanie Analysis Spiit Fattar LT Zo0 200 250 2400
Sampte Dilkdion Faclor $.40 1.00 106 1.0 1.00
Sample Wel Waight {9} 500 5850 560 545G 10,00
Basaring Unit fig/g. wal weighy ng/q. wel weight nglg, wal waighl ng/g, wel weight ngfy, wel wainght
Analvte
PCB37 0,24 D.24 ;.38 0,38 4.3
RCBBY 0.24 024 0.38 .38 0,18
PCBRT7 (.24 (.24 0.8 0.38 018
POB12G 0.24 0.24 (.38 038 019

PGS 0.25 0.25 .48 0.40 0.20
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Attachment 5 igont.)

REFORTING LIMITS « Arocinrs

Hawch i
Malrin

Pea-Injechon Veiuns hd.)
Lipid Analvsis Spil Facior
Cophanat Analysis Solit Facter
Saraple Diltion Facir
Sample Wel Weinh! {3}
Feposting Unil

Analyty
Aroeior10is
Argiart2 21
Aroeimri 232
Arncloriz4z
Arcckar 248

Arociori 248, 1254
Arocior 1254
Aracion 280

97-134
Viaiieye Liver

13000
1.00
1.08
108
350

971287
#. Troit Fillet

1
1.00

1,00

.58

1004

4#7-128
L Yrour File:

1000
180
104
1.G4
10.00

ngfg, wel weight ngiy, wat weight npfn, wat waight

B16.7
3187
35
Bi18.7
AL A
8167
B187
8167

24.5
245
745
24.5
245
245
245
245

248
245
245
245
745
245
24 8
245



Attachment § {cont.}

Heporting Limit Calculation (and Spreadsheet Header Information).  Sample-specific RLs
are calculated direclly in the Excel surnmary tables for application of “J" qualifiers. The
reporting limits listed in the table in Aftachmen? § are based on the most common PiVs for the
type, fipid analysis split factor of 1.00, a dilution factor of 1.00 (no dilution], and the targeted
sampie weight for the sample type. Sample-specific RLs, that were actually used (o qualify the
data, can be calculated by using the actual factors, weights ele. listed in the spreadsheet tabie
heading for each individual sampls.

The Rls are caiculaied as follows:

RL = STD CONC x PIV x Lipidge x Coplanarg: x Samplage » 17 Samplewr

AL =
STD CONC =
PlV=

Lipidsp b

Coplanarse =

Samplep: =

Sampigyr =
extracied.

Reporting limit (ng/y, wet weight)

PCB concentration in low-level calibration standard {ng/ul)

Pre-injection volume {pl). The PIV listed in the Excel data table header is
used for calculating FLs, and is determined slightly differently than what
is typically thought of as a PIV. Pre-injection volume in this ¢case is the
final adjusted extract volurne that contains the sample for the subject
analysis. This is not necessarily the same as the volume of extract that is
spiked with RIS or the volume of extract placed on the GC for analysis. in
the case of most analyses it is the volume the sample is adjusied to prior
to analysis {and not what is removed 1o place on the instrument), while in
the case of diluted samples i is the volume the sample is adiusted to
during the dilution {and, again, not what is removed fo place on the
nsirument). In the case of the livers, the PIV enterad here is 10,000 ul.
because this is the adjusted volume of the entire final sample sxtract.
Lipid analysis subsampiing factor. Factor that corracts for the amount
rermoved in the lipid analysis. {lotal extract volume before lipid analysis) x
{1/ (total extract volume before fipid analysis — extract volurme removed
for lipid analysis}}

Coplanar analysis split factor. Factor that corrects for any splitling of the
extract for coplanar PCE analysis. {iotal extract volume before gpiit /
extract voiume removed for the subject analysis)

Sample ditution factor. Factor that corrects for any subsampling of the
extract for dilution purposes {i.¢., when samples were diluted and re-
analyzed). This is only a factor when a portion of the extract is removed,
and subsequently spiked with additional RIS, The amount of soivent
added o perform the ditution is not & factor In the calculation.
Additionally, this is not a factor if only the PIV is increased to bring the
analyte response within the calibration range in a re-analysis. (total
axtract voluma betore subsampling / exiract wlume removed for the
subject dilution and re-anaiysis}

Sample weight {g, wet weight). Weight of the sample amount that was
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Aachment &

LIPID METHOD COMPARISON - Hexane vs Dichiioromethane

Clignt Regporting 10 Matrix
BTEGDICP Brown trout wheie bogy
BYEGE2CP Brown trout whele by
BTEGUCP

Hirowr troui whots biody

PL: percers difference; UM reistive v hexang.

Vi3g
YoaH

Lipid Centent {%, wat waightl

§7.194 11.42
97131 8.67
87-191 11.20

Hatlelin ID Ansiyiical Baloch Hexane as Soivent DCR as Solwent
Yaa

12.09
12,00
15,76

Average:

PD
58
354
a7

283



Adachment 7

DUPLICATE MUISTURE CONTENT DETERMINATION

Chent Reporting I
WEWGEo2LY
BTEGOFS-
LTLMDAFC-1
LTHORFO -1

TEKIBGE
EGLMFGIFC. Y
WEFRGICP
WEEQCP
WEFROTCR

sAatrin
Watleye var
Browh trout filles
{ake rout fillet
Lake ot Bt
Tem egg
Lake ot epg
Watieye whole body
Walleye whole body
Walleye whole hody

% Moisture

Batistie {3 Analytical Baich  1:s51 Determination 2ind Determingtion

Wlas
ZE9A1
25804
25858
25TS7
25958
Ved
Vi3
V59

97124
82-127
9r.15h
B7-181
a7-186
§7429
G7-180
a7-191
97-192

61.84
7774
B7.43
67.9%
78,44
8678
H1.04
58.74
8538

41.83
77 .65
&1.81
B2y
&52.51
£2.41
€248
.42
62.22

Average;
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Attachment §

QUANTIFICATION OF SAMPLES -- PCB by GCECD
Samples are quantified using the method of intemal standards. The quanufication intemal standards are
the rzeovery internal standards (RIS} Ge., the internal standards added o the sample immediately prior o

instrumental analysis). The concentration of target analyies is determined using the following regression
equation if a linear regression calibration i used:

C. = [{{A/A)- b) * (Amu/m)] * (17W)

Which is based on the linear regréssion equation:

¥ =mX + b which is equivalent to: Ay = e Y (CJAMLY) + bl
where,

Ca Concentration/amount of target analyie

Ay Area for target analyte [e.g., PCBE]

Ay Arex for internal standard fe.g., PCB39]

A Amount intemal standard {e g, PCB39 added 10 samplel

Sample size {g, dry wt}
y-imereept of linear regression equation.
slope of linear regression equation,

)
Fd
LI I S TIE L

#5 g

However, the ECI) does not respond linearly and we typically calibrale with a quadratic equation for PCB
target compounds. A guadratic equation was consistently used in this project {e.g, see curve tyge in
method description on page 000073 of the bird and fish egg data package). The page references lisied
below for the example calculations are for the bird and fish egg GC/ECD data package.

Fhe quadratic equation is considerably more complicaied than the above listed linear regression equation,
and takes a full page of calculation steps 1o perform. 1 do not think you wamt to subject yourself to that,
We have carried oul that exercise a few times to validate the data system. The method calibrates corectly
as long as the correct standard amounts are put into the method {pages 000079 w 800081). The samples
are correctly quantified as long as the correct recovery internal standand amounts are entered for the sample
fe.g.. see page DO0282 where the appropriate recovery intermnal standards are listed with the ng amounts
spiked for each sample as designwied in the method]. The amount of RIS spiked into each sample can be
traced to the sample preparation records fe.g. page 000013]. The two recovery internal standards are
PCB39, which is used for congeners PCB through PCB113, and PCB166 which is used for congeners
PCB 112 through PCB20% {based on GC retention order and as iisted on quantitation printonts),

The PCB amouants can be found on the guanritation reports, Quantization repons e the dala syslem
generated reponts which represent the analytes quantified with a given method, and repon the result in as

ng.



Atiachment 8 {cont.)
The PCB concemtrvions is galcalated as foliows:

[PCB| = PCB Amount * Lipids;, * Coplanarge * BTV * Samplegs < |/ Samoplew:

PCBI= PUB concentration {np/p, wel weight)

PCB Amount = Amoant of PCB in the sample analyzed on the GU instrument, as listed on the
guantitation repont {ng)

Lipidse = Lipid analysts subsampling factor, Facior that corrects for the amount removed in

the lipid analysis, (total extract volume before Hipid analysis) x {1/ {otal extract
valume before lipid analysis - extract volume semoved for lipid analysis))

Coplanarsr = Coplanar analysis split factor. Factor that cotrects for any splitting of the extract
for coplanar PCB analysis. (total extract volume before split / extract volume
removed for the subject analysis)

PlVge = PIV subsampling factor. Factor that eorrects for subsampling of the extract prior
to the addition of RIS and submission for inttial instrumental. This factor oniy
applies 1o liver samples which had a volirne removed from the concentrated
extract, and the subsample was spiked with RIS prior to analysis. {total extract
volume before subsampling / extract volume removed for the subject analysis)

Samplegs = Sample dilution factor. Factor that corrects for any subsampling of the exwract for
dilution purposes (1.e., when samples were diloted and re-analyzed). This is only
a factor when a portion of the extract is removed, and subseguently spiked with
additional RIS. The amount of solvent added to perform the dilution is nota
factor in the caleulation. Additionally, this i5 ne? a factor if only the PIV is
increased 1o bring the analyte response within the calibration range in a re-
analysis. {1otal exiract volume before subsampling / extract volume removed for
the sabject dilution and re-analysis)

Samplewr = Ssmple weight (g, wet' Weight). Weight of the sample amount thal was extracted.
Example:
Sample ITx: 25799, page 0DG30S through 000307 - quantitation repont
{from batch 97-1263, page 000439 and 000440 (97-128 Table)
Data File Number: pesticides,chanl_01.5806.21.1, page 000282 (# = 21)
PCB Amount, Target Analyte: 423.7752 ng. PCB18, page 000305
Lipidss 1.056, page 000010
Coplanurse 2, page 00DG1 2 (10000uL. was initial volume, which was then
split,
3000ul. 1o each analysis)
PIV g I, page 000013 (the RIS was added 1o the entire 5000uL}
Sampleps: i, page 000013 (no dilution was performed on this sample)
Sampleys: 5.33g wer wi., page 000006 -
PCR2R (ngfe) = {(423.7752 = 1.036% 2% 1* 1y 5.33]

PCB2E {ng/e} 167 .32 na/a (page G000

i
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Attachment 8 {cont.}

CALCULATION OF SURROGATE RECOVERY . PUB by GC/ECD

Surrogale recoveries are also simply calculated using surrogaie internal standacd quansitation data obiained
directly from the sample quantitation reponts (the applicable peak areas and recovery internal standard
amounts have already been incorporated into the method/equation for the quanutation report generation, as
presented i the “Quantification of Samples™ text). The surrogate intemal standard determined amount
listed on the quanlitation report is a direct measure of the amount of surrogate internal standard recovered,

asing the quaniitation method of our data systemn. The surrogaie recovenies are cakcutated as delailed
below:

SR = [(RS/AmL) | Lipider * Coplanarss * PIV; * Sampleps * 100%]

where,

Amt = Asmount sarrogate internal standard [e.g., PCRA6] added o sample
Lipidgr=  Ag explained in the "Quantification of Sumples™ texi

Copianarg: = As explained in the "Quantification of Samples™ 1exi

PIVgp s As explained in the “Quantification of Sampies™ text

Samplepp = As exphlained i the "Quantification of Samples™ text
RS = Asmount surrogate internal standard [e.g.. PCB16] determined in sample

The two surrogate internal standards used for surrogate recoveries are PCB36 and PCB112.
There are two recovery intemnal standards, PCB39 and PCBI66. The recovery internal standard PCB39 s

used 1o determine the recovery of the surrogate inmernal standard PCB36 and the recovery intemnal standard
PCB 166 is used 10 determine the recovery of the surrogate internal standard PCB112.

Example:

Sample I3 Z5799, pages 0007305 through 004307 - quantitation repon
{from batch 97126}, page 000439 and 440 (97-126 Table)

Data File Number: pesticides,chanl_U1.sa08,21,1, page 000282 (# =21)

Ami, Surrogate Internal Standard Spiked {ngy. B03.2, page 000008 (400 ul EI7 * 2.008 ng/ul)

Lipidsge: 1.056, page 000010

Coplanars:: 2, page (00012 (100000L was initial volume, which was
then split, 5000ul. to each analysis)

PiVss 1, page 0000 1) (the RIS was added to the entire 5000ul.)

Sampleps: 1, page 600013 (no dilution was performed on this
sample}

RS, Surrogaie Internal Standard -

Amount Determined (ng): 348.2781, page 000303

SR, PCB36 Recovery (%) [(349.2781/803.2) * 1056 =2 * ] « |* (D0%)

13

#

3K, PCB36 Recovery (%) 82 {page 000440}
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August 261997 Ocean Sciences
3T Warhengton Sireer
Dipslauey, Massafhgweiis 42332
Telpphoene BIF; GALEEM

Mr. Douglas Belman

Hagler Bailly Consulting, Inc
{881 Ninth Syreetr, #201
Boulder, CO 80302

Subject: Reporting of PCB Data for the Lower Fox River/Green Bay NRDA Project — GC/MS Data

Deur Doug:

Encviosed please find Banelle dat packages for tissoe sample analyses performead m support of the Lower
Fox RiverfGreen Bay NRDA Projecr. These data are for the analyses of 26 tissue samples by GU/MS and
the GOEUD MDL samples, as described in the project-specific Quality Assurance Project Plan, dated
May §, 1997 and your supplemental memorandum dated July 22, 1997 which describes 1he selection of
samples for GC/MS analysis. The samples were analyzed for the determination of polychlorinated
biphenyl (PCB) concentrations.

The GCMS dara are reported in two large 3-ring binders. One binder contains the tern egy and fish egg
PUB congener data, and the other binder contains the PCB congener data for the whele body walleye,
brown trout, and lake trout sarnples selected for GU/MS analysis. A smaller 3.ring binder is alse
inchided in this deliverable. This binder contains the data associated with the GUECD MDL
determination for the 106 base PCB congeners.

The final data are printed out as summary spreadsheet tsbles o the “Tables™ section of the data packages.
Enclosed you will also find {1} one diskette with the Excel spreadsheer files that conzain the surmmary
data tables, {2) a table sumumanizing the calculated GC/ECD MDLs {Attachment 1), (3) a table with
representative GC/MS reporting limits (Attachment 2}, and (4) example calculations to aid the vabtidator
when reviewing the GC/MS data packages {Attachment 3).

A separats Excel spreadshee: has been prepared with ransposed GO/MS field sample data {file named
“Field Sum ExtendedMS xis™), per your request and discussions with Tom Gulbransen, All 26 feld
samples have been pulled together into one table in this file. These data have 2iso been compiled ino 2
singte Access data base file that iz provided on o separate diskette. There are no hard copies of the
wransposed Excel table or the Access file because of their large size. Additienally, it should be nosed
thar, per our discussions, the transposed data and the Access file have only received a cursory review,
ang [ strongly recommend that your staff carefully check them against the st andard deliverable tables
wefore they are used. The standard summary spreadsheets tables, which are those that are included in the
Tables rxcuion of the data packages. are the primary deliverabie, these tables have all been thoroughly
reviesved and validated by our independent QA Unit. ax well as by staff of the chemistry department,
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Analvtical Informanion

The 26 samples for which GU/MS data are reporied are g subeset of the dssug samples thar were
processed and analvzed by GUBECD, The CUECD duta wer reporied 0 Augest 13, 1997 and thas
dehverabie incleded the wohnicad procedural informauoen, and otber genera! suppering wformation that
are associated with all of these analvses.

General Quality Control and Qther Information

o MDL Datg — GCACE, The MDL sample analyses are compited in one dala package (the smaller of
the three 3-ring binders). The ML siudy was perdormed in accordance with the EPA prosocol sel
forth in 40 CFR 138 Appendix B Method Derection Limit (ML) Determingtion, with seven replicate
analyses being used. Surmmary MDL data ables have been prepared for MDLS calculated the
following four different ways: {1} concentrations calculated on a wet weight basis and guantiication
versus the recovery intemal standard {i.e., no surrogate compound correcton), {2) concentrations
calcuiated on a wel weight basis and with surrogate compeund correction, (3) contentrations
caiculaied on & dry weight basis and quanufication versus the recovery inlemal standard, (4}
concentrations calculated on a dry weight basis and with surrogate compound correction. The MDL
data based on sampie wet weight and without surrogats comrection (which is the method used for all
sarples in this project) are also presented in Auachment 1,

The hatchery wrout fillet that was used for the MDL study had measurable levels of PCB, as did all
the hatchery samples analy2ed in this project. Unfortunately, this had a significant negadve impacr
on the resuits of the MDL study because there were higher levels of many PCB congeners in the
sample to begin with than was added for the MDL determination. The sample used for an MDL
study should ideally not contain any of the arger compounds prior to fortification. Although the
non-spiked sample matrix was also analyzed non-fortified (and in duplicate), it was not possible o

+  background correct the data because the native concentrations were 3¢ high relative 1o the spiking
fevels,

The MDLs were generally in the 0,10 1o 0.15 ng/g rangs for the PUB congeners that were not present
in the tissue material (o begin with, or present at very jow concentrations {Attachment 1) — these
PCB congeners best represent the “true™ MDLs for the method. These MDLs are consistent with our
past expertence, which have typically generated wet weight MDLs 1n the 0.02.0.05 ng/g range when
there has beenno sample splitting (the MDL samples in (his study had a splt factor of 2) and when
using a sample size of about 25 g (the average sample weight was about |} g in this study).

The surrogate recoveries for the MDL samples ranged from 67 1o 133%. There were no notable
levels of PCR deiected in the PB sample, and the PCR congener recovenes were near 100% in the
BS sample for almost al target compounds; the apparent overaecovery of PCB4T in the BS {(which s
quaiified with an X7} is due 10 coelution with coplanar congener #37 which was added 10 the
sarple at a significant level. These results indicate that the quality of the sample analyses were in
conirod.
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s RL Dara — GCAMS. Examples of GC/AMS reporting funns are tabulated 10 Atachment 2. Sample-
specific RLx were used for quadifing the snalyical dava, and the BLs that were used for daw
reporung differ from those presented in Auachment 2 depending on sample-speailic PIVs, didunon
fuctors stc. The reporiing limis are based on the PUB congenyr concentrunion in the low calibrations
siandard and are calculaied as described i detwd in the Aagust 13, 1997 deliverable, PUB vongeners
could typically be confidemiy deisrmined ot concentrations well below the Ris, and uncensored dat
were repornied for this work and quohiflied with 2 “J7, a5 appropriate.

o Queiificarion and Reporting nf Coneeners #1353 and {32 - GO/MS. Congeners #1533 and #1372
could not be separated 1n the GU/MS analysis of the whole body fish samples {analytical bawhes 97-
190, 97-191, and 97-192).and are therefore reported as PCB 1537132, indicating that the value
represents the sum of these two congeners. In Hagler Bailly's original scope of work for this project
separate data for these congeners was not expecied, although Bauelle was abie o provide discreie
data from the GOECD analysis. These congeners could be sepuraled duning the GUAMS analysis of
the 2gg samples, and separate data are reponed for those samples.

s X Qualifier for Congener #1853 in CRM Sampies — G778 The CRM results for congener #153
have been qualified for the whole body fish samples (snalytical bawches 97-180, §7-191, and 97-192),
because of the previously mentioned coslution of congeners #1353 and #132. The CRM resulis for
congener #153 are clearly elevated in these three samples, as compared to the CRM data in the two
egg batches, which can be atributed 10 contributions from congener #132.

o Comparison of GOCMS and GC/ECD Yoral PCB Data. The data for the 26 project field samples for
which both GC/ECD and GU/MS analysis was performed have been given a cursory review 1o assess
the comparability. The GO/MS data suggest that there was imarference with cenain congeners in the
GC/ECD analysis, although generally the comparability s quite good. The significant interference
observed with congener #85 in the GC/ECD analysis {likely p,p"-DIE) was transparent 1o the
GCMS analysis, and the GC/MS data can be used 1o obtain more rehiable values for congener #85.
A comparison of the sum of the PCB congerer values from the GC/ECD and GC/MS analyses
provide good general comparability information. The average RFD in the sum of the PCB congeners
determined by GC/MS and GC/ECD was just under 8% (using the sum of the congeners without
congener #85 1o represent the GC/ECD analysis). As could be expected, the greatest comparability
was observed for the analytical batches where the GC/ECD analyst reported the “cleanest” baselines
and minimal matrix contributions (the fish egg and last whole body fish baich — batches 97-129 and
97.192). The sum of the PUB congener concentealions were, on average, only 4 and 3% different,
respectively, between the two analyacal methods for these barches. Analytical baiches with more
complex GOECD matrix signals had somewhat greater differances in the data; the RPD ia the sum
of the PCB congeners averaged 11% for the bird egg batch (hatch 97-126).

o Error i Calibratien Standard Table in GOECD Congener Packaee,  The spreadshest table histing
the ealibration standard eoncertrations that was inctuded in the GC/ECD data package for the egg
sampies had a few mimor esrors. The errors had been detected, the original spreadsheet updated in
Batelle's standards records, bur had not been updated in this dau package. The corrett standard
concerirations were used in ol sample guannficubon. so ao data were alfecied. 1 am enclosing these
updated pages and an addhiona! copy that highbghts where correctons were mude. Please vepluce
pages 48 and 49 in the Standard Preparation secnion of the GUECD doto package thot contains the
brrd and fish epg duld with these (wo ey pages,
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Specific Guality Control Informativn — "M Analvsis
Amalysiz of procedural blunks was\he orly O sumple apalyss that was required Tor the GUAMS werk,

as described m the project GAPP. Qther QC sampies data, and surrogate recovery mfarmation, were
generaled in the GO/ECD analyses. However, Battelle reduced the GO duta Tor the blank spike and
certificd reference moterial samples, and those data are included in the enclosed data packages.

Progedural iMethod} Blanks. A proceduzal blank {PB} was processed and analyzed with each of the
five sample barches. There was no PCR deiected in any of the PBs.

Blank Spike Recovery. A blank spike (BS) sample was processed with each of the five analytical
batches. Each of the 527 individual PCE congener recovery datg points met the dawa guality
objective, with the majority of the recoveries being 1a the 80 10 95% range.

(RM Recgverv., A cernified reference material (CRM) was analyzed with cach of the five analytical
batches. This matenal is centified for selected PCB congeners. The CRM data are presented both
non-~corrected and surrogate corrected. The surrogate correciion uses surrogate recoveries that were
generated i the GC/ECD anstysis hecause no surrogate recoveries were determined in the GC/MS
analysis. It may not be appropriate to apply these GC/ECD surrogate recoveries 1o the GO/MS dats
since the target analytes (GC/MS data) and internal standards (GU/ECD data) may be impacied by
different levels and types of analyte and matrix effects. The CRM data using non surrogate correcied
GC/MS daa probably provide the best data assessinent, since surrogale recoveries were not
determined in this analysis.

The average PD in the CRM results consistently met the DGO, The individual congener PD values
also met the DQUs, even though the measured PCB 1707190 concentration was below the primary
targe: DQO (£33 PD for amalytes with concentrations >3 times the RL) by 0.2% in one analysis
{analytical batch 97-182); ope analyie iny each sample could be up to 30 PD from the cerified value.
The measured concentrations were typically 3 to 20 below the certified value, which is consistent
with target analyte recoveries in the 80 10 95% range (as was observed for the BS samples).

Please do not hesitate to give me a call 2t 617-934-0571 if you have any guestions at all.

Sincerely,

Yius

Al A

N
Grégory 8. Wurel] .

Senior Research Scientis)

Attachments:

Auachment 1 MDLs for PCB Congeners by GC/ECD
Aguachment 20 PCB Analysis Reporting Limiis —— GC/MS
Anuachment 30 Exanple [iaa Caleuligions - GCIMS
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MDLs lor PCB Congeners by GO/ECD

PCE Congeaner

MDL. {ngfg, wel weighi)}*

PLBY
FCE3
PRS0
{PCRT/9
#GES
BLESH
{PCRIS
FOR1I2M8
pLBg
PCR17715
PCB24727
EFCBI6/32
PLB2G
PUBIB
PSS
PLE3Y
rCHZB
PCBZ1
PCB33/20
PLBST
SoBE1
SRS
POB4AS
pCa4s
PCBs2
PCB43
FLRAY
PLBGTITE
IFCR4B
PB4
PLBEE
PCBARISY
PUBALBAT
PCBAD
PLBI0O
P86l
PLBETS
PCB7OTG
PLOss
PGESS
PORGY
PLBSE/ED
fCBO2
P8B4
PCEBR
POBIGUGD
PUBSS
RGBS
PLBA3Z
FLBYY7
FCABT/115/81
pLoas
POHYGS

488
A )
037
0.18
G7
g.23
013
£.93
218
P18
0.17
0.24
c.0g
414
$.13
430
223
0.10
0.18
0.20
0.08
4.08
.18
218
0.84
i
036
a2
2.09
g.19
4,08
035
Q.54
0.18
G114
&
982
8,34
8.2%
0.53
.18
017
018
G4z
825
£.9%
0.67
015
Q.20
0.42
¢.56
1.43
.14

¥
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PLE Congener

MDL {ng/g, wel weighi}®

POE 10T 0.82
pORE? a2
BFOBIRY 8.47
POB135144 0,489
PLB124 812
POBI107/147 021
PCBI4B123 487
FOR1IB 6.9%
POBIS4 ¢.10
POBY114 1.62
POB1SS 021
PCBIAG 0.43
PCEASS 1.70
PCBIAZ 0.70
PCRIOS 0.40
PCBI41/179 6.22
PCH137 612
PCB178 €14
PCB130 C.18
PCB138/180/153 1.33
POBISE 518
PUB1297106 0.14
PEO1TE 1.77
POB7S 0.12
PCBIBT/IRZ 0.71
POBIS3 0.28
POBIZS u.28
POBE7? 0.15
PORIRS 3.94
PLRITA a.21
PCB177 0.27
PCR171/202 0.28
PCR1SE 0.12
POB173 0.13
PORR01/ET c.18
PLBI72 012
BB LAt
POBIED 1,49
POR1GS £.13
POE1GY §.13
POBRID0 8.41
pPOBISs 080
POBIPOS0 .32
POBISH G.o8
PLEISS 0.31
PORZOIIES 0.26
POBIBS 0.6
POB1O5/208 0.28
BLR207 0.12
SCR194 0.28
PCB205 Q.12
PCHR206 0.42
PCB209 0.25

* Wet weight MO values without suriogate compountd correction. Averags sample weight
was 11,08 g, and the splt factor was Z {Le., only hall the sampie was sent {o analysis),




Atiachmen 2

REPORTIHG LIMITS - Extended PCE Conganer 32 by GOMS

Bawn i G?-126 97-12% GPOVH0, 979y, G2-382 §F-9, 57142 g7.18%
Matriz Tamn e5gs i Frout Egps Winlieye Whole & Tt Wholp L Trowt Whole
FPre-imjachon Yolime {ul! 5000 2000 004 LU0 10
Lipid Anslysn Holl Faster 1.00 340 a8 180 100
Coplanar Anatesis Spit Faclod 260 2453 5 B V4G 1.0
Sampls Dilukon Factor 180 s 100 g 100
Sainplie Wel Weght 1 240 L0 5.00 500 10,80
Heporring Lins G, wat wRigh ok, wel waight ngEy. wai waigh rgig, wol weinht ngfa, wat weight
Analyte
PLBA JLing £1.0 1] 2G5 LR
PLRES 20,0 84 201 4.2 R
FORA 1028 LI %3 0.8 53
PoET 64,2 b &4 3.8 .2
£CBB B2 EE §.4 1B 12
PCBR B85 6.7 6.7 134 3.2
pCis ki W 144 8B 79 1.8
POE 2 4.0 256 6.4 12.8 Az
PCRYR A 134 a3 87 1.7
FoB7 ma 4 bl 57 1.4
srpse 380 14,4 18 7.2 1.E
#0815 890 144 38 iz 1.8
PLE2S 380 144 28 1.é 1.8
PCB28 380 142 1B s 1.8
PCE25 e V4.3 16 7.2 &
PLB e R 14.4 a6 12 8
PLHZE 352 143 33 56 §.7
PUB ann 144 2] 7.2 1.8
PEEA 8.0 144 348 7.2 1.8
PLARS 384 &4 38 .7 1.8
PCHSY 254 88 2.4 AW 1.2
PoBZZ 380 144 3B 7.2 1.8
FLESE iHa 323 a3 6.2 5
PLGeR e 154 ae 1.7 14
PLEES 334 13.4 33 §.7 s 7
PLR&S .5 144 5 7.2 1.8
PBag 8.4 154 3n 1.7 1.8
PCRAT ias 154 38 7.2 1.9
PLBAS 386 154 3B i 1.9
PLBA4 354 134 33 6.7 1.7
PLBES 34 154 3B P .9
LBz o 4 a6 7.2 18
PLEAY 24,6 11 B 3.0 59 5
PCBAD . - LN 14 .4 X3 7.2 1.3
PLB100 BE 154 39 7 1.8
PCBEI 384 154 38 17 1.8
PLBT4 36 154 38 37 1.9
PLBYG M 152 38 t &4 1.4
LB 34 3.4 az 8.7 1.7
PUBSS ame g 3 e 17 1.8
gwis 286 $1 8 an 59 13
FORSS B 123 3 &2 1.5
PCBS2 27.8 148 a7 54 14
PCBB4 n.e t23 31 9 5
PCBRG 1 14 38 77 15
PLEIN A 134 a3 87 17
PSS B4 54 35 7.7 19
OB aRE b1 a8 77 1.9
PLESS a4 154 KE:| 1.7 ig
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REPORTING L341T% - Exlended PLE Conganer Sel by GCASS

Baich 1l
Marix

PLBY7
PLBST
PLERS
PLHIS
LB
PCEEZ
PLBISA
#CB135
PCR124
OBy
PLEBAS
PLE1E
PLE134
PLETI4
PCB 131
PCB146
PLREI1SD
2lwe: kbl
LB 105
PR
PLB137
PCBITS
PCBI3S
FCEYZS
PCBiSS
POR129
$LAYIN
POE1TS
PCRAAT7
PCB1E3
PCB1B
PCBIE?
PCB1ES
PCEB174
PCBITY
posiTh
PLBIEG
8L8YT)
pCEZO
PCR1T7E
PLER?
PO BR
PCB12E
PCRIP
PCRZ200
PCHISD
PLOTY,
PCRYDY
FOBY
POR2GS
PCE1ER
PCR1BE
PLRA207
PLB194
PLB20S
PLB206
POETOR

ST12%
Ter eggs

3o
B8
4
e
B
A
gk
28.2
35.6
6
34
334
4

128
i Froeet fyys

154
H )
118
15 £
&4
154
154
1.3
54
isd
54
i34
15.4
g4
1348
114
133
154
134
154
bR
3
23
13.3
156.4
154
b+
5.4
334
i34
$3.4

GT1E0, 97-197, W98 471y BB

Faieye Who

i35
3.8
28
im
38
19
19
2.8
3%
a8
ag
33
3.8
1%
15
28
33

E Trout Whole

i7
¥
L3
77
1.7
7
s
&8
?
r¥
7
8.7
77
7.7
£3
E?
£5
E
&7
77
77
8.3
62
3.8
r?
7
b4
1.7
£7
&7
&7
Ty
1y
4.9
4£
77
1.7
k24
1y
Ty
1T
8.7
77
77
T.7
7.7
57
IR
6.4

S11892
L. Trowt Whate

189
1.2
1.5
1.9
18
i 5
1.8
$4
1.5
13
1.9
1.7
1.8
19
1.7
14
1.7
1.9
1.7
i8
1.9
5
1.5
1.7
1.8
15
14
1%
1.7
1.7
1.7
18
13
.3



Atachment }

QUANTIFICATION OF S5AMPLES - PUB by GOMS
Samples are quantified using the method of imemal stondards, The guontificavon memal standard s the
recovery iniermal standards (added w the sample immediately prior o insumental analysisy. The

conceniration of target analytes is determined using the following squation:

[PCBI = {{AJA) « {AmU/RE,) x Lipidsy x Coplanurge« Sumplegs = (17 Sampigwr)]

where,

{(FCR) = Concentration target PCB analyte

A, = Area guantification son for target analyte (¢.g., PCB1R)

A, =  Area quantification ion for inernal standard (FCB34)

A, = Amount internal standard {PCB34) added 10 sample

Rf, = Average RF for analyte {e.g., PCB1E) determined from initial calibration
Lipidge = Lipid analysis subsampling factor. Factor that corrects for the amount

removed in the lipid analysis. (10tal extract volume before lipid analysis)
x {17 (total extract volume before lipid analysis - extract volume removed
for lipid analysis))

Coplanarge = Coplanar analysis split factor, Factor that corrects for any splitting of the
extract for coplanar PUB analysis. (total extract volume before split /
extract volume removed for the subject analysis)

Samplegeg = Sample dilution factor, Factor that corrects for any subsampling of the
extract for dilation purposes (i.e,, when samples were diluted and re-
analyzed). This is only a faztor when a portion of the extract is removed,
and subsequently spiked with additional RIS. The amount of solvent
added to perform the dilution is not & factor in the calewlation.
Additionally, this is aef a factor if only the PIV 15 increased to bring the
analyle response withun the calibration range in a re-analysis. (lotal
extract volume before subsampling 7 extract volume removed for the
subject dilution and re~-analysis)

Samipiewy = Sample weight {g, wet weighty, Weaight of the sample amount that was
extracted,

One imernal sandard was used for guantification (PCB343
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Attachment 3 icont.)

QUANTIFICATION OF SANMPLES — PCH by GUAS {(Continued)

The page references listed below for the example calculations are for the bird and fish egg GC/MS da
package (anatytical batches 97+126 and 97-129).

Example Calculation:

Sample 1D VARGCRM, page 000208 - 210, SQB347 pg 000107

Daa File Number: BOGY.4, page 000208 - 230

A, Target Analyte: PCR 128, page 000210

1, Internal Standard: PCB34, page 000208

A, , Target Analyte Aren 1178, page 000210

A, Imternal Standard Area: 11427, page 000208

Amt, Internal Standard Spike Ams {ng) 235, page 000208 and page 000076
{100 1 of vandard E1IS x 2.35 ng/ul)

Rf,, Average RF of PCR12S: 0.56684, page 000113

Lipidsgs: 1058, pags 000073

(:wpianars;: 2.0, page 000076

Samplepe: 1.0, page 000076

Samplewr: 5.03, page 000069

PCBI2R Cone. (ng/g) = [{1178/14427) x {235/0.56684) x (i;{)SS} x {2} x {1} = (15.03)]
PCBI28 Conc. {ng/g) = 1424 ng/g (pagel89)
Note: Please review the information in the Miscellaneous Documentation section of the data package

before beginning 10 audit and review data; this section may contain additional information that are
important W the caleniation of sampie analvie concentrations.
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Mr Dougias Beliman Telephone HI7 330030
Hagler Baidly Consulting, Inc
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Boulder, O 03402

“Ats \

Jt

Degember 5, 1887

Subject:  Reporting of PURB Data for the Lower Fox River/Green Bay NRDA Project —
GC/ECD Data from Re-Quantified and Re-Analtyzed Samples

Dear Doug:

Enclosed please find Battelle's data package for the Lower Fox River/Green Bay NRDA Project uissue
sample analyses recently pedformed at Batelle Diuxbury Operations. The samples were analyzed for the
determination of polychlorinated bipheny] (PCB) concentrations. These data are from (1) the re-
quantification of a set of sarmples that were originally quantified with a different calibration type, and (2)
the re-extraction and re-analysis of a set of samples that had low surrogate recoveries in the onginal
analysts. The original data for these samples, the data which you may wish to replace with these new data,
were submitted as part of the Jarge data delivery on August 13, 1997,

The GC/ECD data are reported in two large 3-ring binders, with the appropriate section dividers and tabs
indicating the location of different dara and information. The final data have been printed oot as summary
spreadshest tables in the *Tables” section of the data package. Enclosed you will also find (1} one diskente
with the Excel sproadsheet files that contain the summary data tables, (2) a table listing the samples that
were re-quantificd with the edited calibration method (Attachment 1}, (3) a table listing the samples that
were re-extracted and re-analyzed, and the types of analyses that was performed on them {Attachment 2),
and {4} results of the Hipd determanation method comparison {(Aftschment 3). Enclosed isalso a
replacement page for one of the sample homogenization forms that were submitted earlier — the Battelle
sample ID has been corrected for two samples (e correct 1D was esed in all sample preparation
documentation and data deliveries)

Cther rclevant information such as the technical procedures, liting 6f target PCB analytes, data quality
objectives, data qualifiers, reporting limits, methed detection limits, example caleulations, chain-of-custody
documentation, £1¢. have been provided with provious data deliverables,

A shess with transposed fie/d sample data has been added to the two Excel spreadsheet files that contain
field sample data (97-191 Requant_a xJs and Re-extracts_a.xls). The transposed data are in 2 format that
can easily be accepted by data bases, and they have bern compiled into an Access file {with three data
tatdes). There arc o hasd copies of the transposed Excel tables or the Access fic. Additionally, # should
be noted that, per our discussions, the trassposed data and the Access file have only receir2d a cursory
review, and 1 strongly recomemend that vour stafT carefully check them against the standard deliverable
tables before they are used. The standard summary spreadsheets tables, which are those included in the
Tables scetion of the duta package, are the primary deliverable these tables have been thoroughly reviewed
and validated by our QA Unit, as well as by safl of the chemistry depariment.
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Anafytical Information

Re-Quantified Samples. Re-quantified extended PCB congener data are submitted for 21 samples
{Attochment 1} for which data were already submined back on August 13, 19897, The original data for
these samples were wadvertently generated using 8 17X weighted quadratic equaticn. and the calibrations
were therefore re-generated using an aon-weighted method to be consistent with all the other data; non-
weighted calibraticns are also more standard. Most of the affected samples were QC samples because a
large number of the field sarples i those analytical batehes were diluted and re-analyzed, and the rg-
analyses were quantified with a noa-weighted celibration.

Re-Analyzed Sampies. Three batches of re-extractions and re-analyses are reported in this data delivery
{Agachment 2). These samples were re-analyzed in the laboratory becanse the recoveries were lower than
desirable in the original analyses. Several samples from the first re-ctraction batch (87-274) were actually
re-analveed a second time in one of the other two batches because the recovenes were sl low,
Additionally, the field sarmples in the second and third re-analysis batches were processed in duplicate to
obiain the best data, Both replicates were reported if the surrogate recoveries were good for both analyses,
and the betrer of the two was reported if one or both of the replicates yielded surrogate recoveries outside
the data quality objective range.

High quality data were generated for most samples, but a féw surrogate recoveries remained below the data
quality objective, even though they were separately analyzed up to four (4) times, indicating unique sample
matrix charactenistics. However, considering the large numbers of samples analyzed and reported the
averall quality of the project data set is very high and only three analyses (out of 175 separate PCH sample
analyszs) remain with recovery results below the data guality objectives.

General Quality Control and Other Information

Several of the general reporting items listed in this section have already been communicated 10 Hagler
Bailly, and are included here for completeness.

»  Re-Cuantification. The re-quantification of the samples listed in Attachment 1 yielded only shightly
different data than what was submitted on August 13, 1997, For instance, samples VD38
(BTEGOICP) and VD40 (BTEGO4CP) are now reported to have 3 “Sum of PCB w/o PCB&35"
cancentration of [ 900 and 1,707 ng/g, wet weight, versus the original resubts of 1,955 and 1,752 ng/g,
respectively. The new data for these samples are approximately 2-3% fower than the original results.

»  JX Qualifier for Congener 85, Theee was signmficant caelutionsinterference with congener #35 in the
ficld samplcs that appears (o be caused by the presence of pp’-DDE. Therefors, the congeoer #85
data have been qualified wath the qualifier “JX” when this peak is clearly significantly higher than
could reasonably be cxpected. The size of this peak was not considersd when deciding on dilutions and
re-analysis of samples (i.e., this peak was Frequently above the high calibration standard and was ofien
above the range of the detector, and ignoved for dilution purposes). The data reported for congener 485
are not sccurate, and, therefore, in addition 1o providing 3 sum of all PCB concentrations in the Exeel
summary tables we are also providing 2 sum of all congeners with congener #35 excluded. The
congener summation without congener #83 iz fikely 3 more accuriae nuzasure of the total PCB than the
sum that ncludes congener #35.
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For vour infermation, congener #85 constitutes approximately 1% of the wtal PCB in midemolecular
weight Aroclor forawlations, such as Arociors 1248 and 1234 [Schultz of 0/, 1989, Environ, 8o,
Technol, 23, 832-859; and Baticlie intornal determunations). I s onlv reasonable (o expeot 2 similar
contribution in environmwental samples for this particular congener. The GC/MS data will provide
more accurate congeaer #85 concentration data, The GU/MS data will alse provide information on the
refative ratio of congener #85 to other conpencrs that are not interfered with in the GC/ECD analysis,
thus providing data that can be used to obtain a good estimate of the congener #85 concentrations in all
samples.

X Quglifier for Congener £169. There appeared to be a procsdural contaminant in the coplanar PCB
congener method that resulted in a doublet peak that interfered with congener #169; the two interfering
peaks elute on either side of the congener #169 peak. If a peak was clearly present in the valley
between the two contaminant it was picked as congener #1569, but the contaminant most fikely masked
the presence of this congener under most circumstances or reduced the accuracy of any quantification
of this congener when dotested. The qualifier “X” was added to the congsner #16% data in the coplanar
analysis {whether it was detected or not) to indicate this issue.

Barielie followed EPA Methodd 1668 for the coplanar PCB congener separanion, and it iv unclear what
reagent or other component of the method contnbuted this interference. Congener #16% was akso
detcrmined in the standard FCB congener analysis (it is the only coplanar congener that can be well
resolve in that analysis), and there was no evidenee of procedural interference with congener #169 in

those analyses,

LBM Ouantificarion. The quality control results for the Certified Reference Material (CARP-] CRM)
were calculated and reported bork surrogate corrected and not surrogate cotrected,; separats
spreadshont tables have been prepared. The reason 15 that the certibed values for this CRM are based
on surrogate corvected quantification (per information from the National Research Council (NRC}
Canada scientists who prepared and certified this material}, and surrogate correction may therefore be
the most valid approach for performing data comparisons.

Ouantification of Congener #63. There was an ervor in the concentration used for conpener #63 in the
calibration method for the second level of the multilevel calibration, and this was discovered after the
samples had been quantified (0.0196 ng/ul. was emered/used rather than the correct value of 0.0192),
This minor error was for ope analyie in one salibration level. A feld sample was requantified with te
corTect concentration in the calibration method to assess the impact of this error. The two methods
yielded resuft of 23,1886 and 23.1072 ng {<0 4% difference for congener #83, with the reportad value
being the higher of the two} and this relatively minor discrepancy for one congener was considered 50
small that it did not warrant re-quantification of the data set.

Livid Content Meihod Camparison. Lipid content determination was performed with two different
extraction solvents (hexane and dichloromethase} on seven brown trout whole body samples and seven
walleye whotle body samples, to assess differcaces caused by the two solvents. Additionally, triplicate
analysts was performed on one sample of sach fish type. The results from this determination are
summarized in Attachmenl 3,

As expected, the dichloromethane estraction method yielded higher hipid content values than the bexane
extraction. The lipid content was, on average, aboul 43% higher with the dichloromethane method for
brows trout and about 25% higher for wafleye. However, these data need (o be considered carcfully
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before they are wsed o generats some generie methed-ta-method ipid content correction factor because
there is cleasly significant fish-to-fish variability. The difference {percent difference) between the twe
methods was as low as 17% and as high as 72% for different brown trout samples, with the rest
ranging from 3%% 10 30%, This notable bsh-to-fsh vanability could be the result of shightly different
lipid compesition of different fish (i.c., the fish sample matrix). Additionally, and possibly even more
importantly, vanability in the moisture content of the fish impacts the variability in the lipid data when
caleulated on a wet weight basis: the lipid are primanly associated with the “dry”™ matnx, not the waler,
Afler normabizing the dats for moisture content {1.e., caleulating lipid content on a dry, not wet, weight
basis} it is likely that the PD values will decrease. The precision in the triplicate analyses of the same
sample is quite good, indicating that the observed variability 15 not due 1o the method.

Specific Quality Control Information . Re-Analyied Samples

$

' Y Wethod] Blamds. A procodural blank (PB) was processed and analyzed with each of the
sampic batz;iscs Few congeners were detected in the PB samples in the extended PUR congener
- analysis, and those were consistently at very Tow Jevels — well below the reporting himits, In the
coplanar PCB congener analyses there wag inferference with congener #169 {as discussed carlier) that
contributed to 3 low-fevel signal in the PB, but none that suggested the presence of this congener,
R There was also a low-level signal corresponding to congener #31 in one of the three coplanar PCB
: congener PR, but it oo represented a conceniration roush below the reporting Limits,

s Blank Spike Recovery. A blank spike (BS) sample was processed with each of the analvtical batches.
All extended congener target compound recoveries were acceptable for the BS sample. The BS
recovenss were acceptable for the three coplanar PCB congener batches, with the exception of a
slightly elevated recovery for congener #126 (135% recovery) in the BS processed with batch 97-306

E and a slightly low recavery for congener #37 (48% recovery) in the BS with batch 97.3)2,
o o«  LCRM Recovery. A cenified reference material (CRM) was analyzed with each of the analytical
- batches, This material is certified for selected “standard” PCB congeners {i.e., not for any coplanar

congeners). For the coplanar PCB congener analyses the CRM was used only to track precision over
severa! batches, CRM results are reported both non-corrected and surrogate correcied, The sutrogate
correcied resulls best represents the true native sample concentration and should be used for comparing
with CRM certification values; surrogate corrected data were used by National Research Council
{NRC) Canada when establistung the reference values.

e

The syerage PD in the CRM results met the DQO, and there was only one individual congener
exceedance; 43 %PD for PCB66/9S, versus a DQO of 133%. However, the CRM is not centified for
PCR66/S and a less rigorous “consensus™ value is used to cvaluate this parameter. The precision in
the coplanar PCB analysis of the CRM was relatively good for congeners #77 and #126 (e.g., 32%
RSD and 25% RED, respectively, for the non-corrected data}, considering the low coneentrations of
these congeners in the CRM {near or below the RL).-

s Duplicare (DUP) Precision.  Specific duplicate precision tables were not generated for all of the re-
analyses because so many sets of rephicate analyses were performed that no sample needed 1o be
specifically designated as the DUP sample of the batch. A Jarge number of replicats field samples are
available 10 calculate analviica! precision, and the template to “drop™ such data in (o are available as a
separate sheet in the provided Excel fles.
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o Surrogaic Recovery, Surrogate imernal standard (SI15) compounds were added to every Feld and QC
sample to manitor sample processing efficiency, and the recovenes of two SIS {congencrs PCB36 and
PCB 12} were determined for cach sample. Additionally, the coplanar PCE congensr column
scparation efficiency was monitored using deuterated congener #77 for all samples that were subjected
to coplanar PCB congencr analysis,

The surrogale recovenies were generally very good. The surrogare recovery DH0s (80 10 125% recoveny)
wete met for all QC samples and alost all field samples. As discussed earlier, 2 fow feld samples had
surrogats meoveries that did not meet the DQUs even though they were separately analyzexd up w four (4}
times. This clearly indicates 2 unigue sample matrix for these samples w3 mawix that cannot be effectively
axtracted using standard laboratory procedures. However, considering the Jarge numbers of samples that
were analyzed in s projct 1t is clear that the overall quality of the data set is very high and only three
analyses remain with recovery results outside the DQO mnge. These threr samples are all lake wous whole
body samples: {1) the coplanar PUR congener data for sample 26895 (EGLMFOSW( 11 s based ona
sampk with low standard congener surropate recoverics, {2) the coplanar PCB congener data for sample

ZOE33 (EGLMFI0WC-1 ) 15 based on & sample with a jow coplanar congener surogate recovery, and (3 the

extended PCE congener data for sample 26834 {EGLMFE12WC-1) 1s based on a sample with fow standard
congener surrogate recovenies. The low recovenies for these theee ranged from 19% 1 28%.

Please do not hesitate to give me a call at 781-934-0571 if you have any questions at all,

Sincerely,

g Qtd{

Grego Durell

Kenjor Research Scientist

Attachmenis;

Antgchment 10 Re-Guantified Samples
Attachment 3; Re-Analvzed Samples
Attachment 3 Lipid Method Comparison
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Allachment §

Re-Quantified S,/nples ®

Client 1D Battelle I[) Batch 1D
NA VZePE B7-180
NA VE2R78S5 97199
NA vD2RCC 47180
NA vDasiB 847.180
MNA VD30ER 7180
NA VDazre Q7181
NA VD33BS 97-191
A V3400 $7-191
NA vD3IsIB 7151
NA VDAsER u7-191
BTEGOICR vDag 47.181
BTEGQ4CP VD40 F7-191
BTUGGICP VD42 g7-191
BTUGORZCP VD43 G7-181
BTUGR4ACP VD44 97-191
BTUGOSCP VD45 974191
NA VO4BPE $7-192
NA vD49BS 47.192
NA VEIB1CC 9719
NA VDS2ER 47.162
NA vD5318 g7-1092

Y
A

* Re-quantified by non-weighted qﬁadratic calibration type because they were initially quantified with a
1/x weighted quadratic calibration. Target extended PCRB congener data only (surrogate recoveries
were not affecled because they were not calibrated by the weighted method in the onginal analysis}.

i



Attachment 2

Re-Analyzed Samples *

Client Battelle Re-Analysis | Original | Congener Sample
Reporting ID | Sample ID® | BatchID | BatchID | Analysis Type/Matrix
Type
TEKIB18 Z5799 97-274 97-126 CP Tern egg
96KICTOS Z5807 97-274 87-126 CP Tern egg
96KICTO7 25813 97-274 97-126 CP Tern egg
98KICTOS Z5815 97-274 97-126 CP Tern egg
WEFRQ7CP V(59 87-274 g7-192 cpP Walleye whoie
WELGOECP VCB5 97-274 §97-182 CP Walleye whole
BTEGO2CP vD47 97-274 87-182 CP B. trout whole body
EGLMFO6WC-1 Z6899 97-274 97-192 CP L. trout whole body
TEKIB48 Z5804 §7-306 97-126 CP Tern egg
96KICTO3 Z5B11 97-306 97-126 CP Tern egg
96KICT10 25816 97-306 97-126 CP Tern egg
WEWGO04CP VC69 97-306 87-192 CP Walieye whole
EGLMF11WC-1 26897 97-306 97-182 CP L. troit whole body
EGLMFO7WC-1 Z6898 97-306 97-192 CP L. trout whole body
EGLMFO1FC-1 Z5958 97-306 §97-129 STD L. trout eggs
EGLMFO8FC-1 25965 97-306 97-129 STD L. trout eggs
EGLMF10WC-1 Z6833 87-306 g7-192 | CP + STD | L. trout whole body
EGLMFOSWC-1 26901 97-306 97-192 | CP + STD | L. troutwhole body
EGLMFO1WC-1 26902 97-312 97-182 CP L. trout whole body
EGLMFO2WC-1 Z8800 97-312 97-192 CP L. trout whole body
EGLMFO3WC-1 26881 97-312 g97-192 CP L. trout whole body
EGLMFO4WC-1 Z6880 97-312 97-192 CP L. trout whote body
EGLMFO5WC-1 26879 g7-312 97-192 | cP L. trout whole body
EGLMFO8WC-1 Z6835 97-312 97-192 cP L. trout whole body
EGLMF12WC-1 26834 97-312 97-192 CP L. trout whole body
BTUGOD3CP VD46 97-312 97-182 CP B. trout whole body

* The listed field samples were re-extracted/re-analyzed with new QC samples (PB,

BS, CAM, and DUP).

® The Battetle sample |D for the re-extracled and re-reported analyses has a —1 or -2 suffix as part of the
ID to indicate il it is the first or second re-extraction/re-analysis of the sample, Addilionally, all samples in
batches 97-306 and 97-312 were re-analyzed in duplicate and the DUF designation has then also been
added to the base Battelle ID for the sample tracking and data reporting {e.g., Z6901-2DUP), Both
replicales were reported il both had surrogate recoveries that were well within the data quality objectives
(DQOs). The sample with the belter surrogate recoveries was reported if the recoveries were outside the
DQQs for one or both replicates. Data {or both replicales have been reported for Z5811, Z5816, VCE9,
26898, 25958, 25965, 26901, Z6881, and VD46. '
¢ Congener analysis type: CP; coplanar congeners. STD: standard extended list congeners.
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Attachm: 3

LIPID METHOD COMPARISON - Mexane vs Dichloromethane

Lipid Content {%, wit weight)

Chend Reporting 1D Matrix Hamtelle {0 Hexane 3s Solvent  DCOM as Solvent PR
BTEGDICP Brown troul whaig botly Viaas 7.87 11.27 432
BTEGD3CP Brown oul whnls bogdy Viaas 812 12.18 488
BTEGRCH Brown fout whnls body Va0 9.82 5.8 408
BYEGOECP Brown irout whols boty Vil 11.74 1375 173
BTUGOICP Brown iroul whole boty V(a2 B.28 14.25 72.1
BTUGRACP rown froul whote body V4G 16.75 i5.538 439
BTEGO2LP Breswn trost wheie booy vy 180.33 14.33 387

Average: 438
%BRSD:, 373
BTEGQ4CP Brown trout whole body V47 10.33 14.33
BTEGO4CP Brown treut whoie body  VDA47-DUP 9.48 13.27
BTEGH4CP Brown trout whote body VD47 TRIP 11.44 13.85
Average: 0.4 159
HRSL) 25 3.8
WEFR{4CP Walleye whole boty VAS? BS54 11.42 27.7
WEFROICP Walleye whole body V{83 8.5% 958 118
WEFRQ2CP Walleye whols bidy vis4 14.58 17.18 18.1
WEFRDAGP Wallave whiols bogy VOBE .83 0,78 120
WEFROSCP Walleye whole body VOB? 13.52 18.72 237
WEFROSCP Walleye whole body visa 11.81 1680 431
WEFRO7CP Walleye whole body b iwcy 12.58 17.84 417
Avarage: 254
%WRBL 811
WEFRO7CP Walleve whide hody vosa s 1258 17.84
WEFRO7CP Walleye whole body VESG-UR 13.38 15.66
WEFRO7CP Walleye whole body VCEG-THIP 15.97 12.39
Average: 14.3 15,3
YRG0 118 178




Sample Homogenization 7 ﬁ

7;{(23,){{?? fZL .,

Project Name: Lower Fox Riverdireen Bay NRDA
Project Number: G063284
Homogenization Completed by; A+ Date: ”?/“}’/? 7
Homogenizstion method/equipment: Hobe. 77 Groadon
Storage Location Removed from: -2 7% Date/Time: '7/7/‘5 VO Focd -
Storage Location untd homogenization/compositing: g he — ¢4
Storage Location Returaed to: ;?/:3? o Date/Time: ?f}’f 77 Soogs
. Sample . Battelle ID
Sample Matrix p Field Sample 1D (log-in) *
Lake trour whole body ! EGLMFOIW(C-} 7 6%¢e D
Lake trout whole body 2 EGLMFO2WC-| 2 &900
Lake trout whole body 3 EGLMFO3IWC-1 A A
Lake trout whole body 4 EGLMFOAWC i VAR H iIl 2{;?
L
Lake trout whole body 5 EGLMFOSW(-1 26%%% 79 A
Lake trout whole body B EGLMFOEWC-1 2 6%Yqq
Lake trout whole body 7 EGLMFOTWC-1 Z esqy
Lake trout whole body 8 EGLMFO8W{.] 2 ¥y
Lake trout whole body 4 EGLMFOSWC-1 Z. 0% |
Lake trout whole body ¢ EGLMFIOWC-1 2 6%3z
Lake trout whole body il EGLMFiIWC-] Aoy Lh
Lake trout whole body 12 EGLMFiZw(C-1 ZLyiy

*The clierd Ficid Ssrople IT2 is the same as ihe Client Reporting 1) for samples thal are not composiled, 25
sutlined in Attactunent 2 of the Project Laboratory QAPP. Simifarly, the Banelle I given at lag-in is the same
2s the Batielle Reporiing ID for samples that are not compoasited, such as those listed above.
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intraduction

This report summarizes the yuality assurance evaluations performed and data quabfications
reconwnended for 123 tssoe samples analyzed for the Green Bay Nutural Resvwrce Damuge
Assessmient proect,  Refer 1o the Sample Index (TABLE 1) for sumpic dentifications and
analvses.

The tissue samples were analyzed for 108 FCB congeners or seven Araclor formations using the
Batelle laboratory  slandard  operating  procedure,  [Identification and  Quantitation  of
Polvckiorinagied Biphenyls (by Congener and Aroclor) and Chiorinated Pesticides by Gay
Chromatography/Electron Capture Detection.  Several samples that were analyzed for the
standard congener list were elso analyzed for five coplanar PCE congeners. A subset of 26
sumples that were analyzed for the standard congener list were also analyzed by GC/MS. The
analyses were performed by Battelle (cean Sciences, 397 Washington Street. Duxbury,
Massachusetts.

The surrogate percent recoveries for muny of the samples were not within the accepiance limits in
the initial analysis. Additionally, rwo sample extracts were spilled during the extraction process,
For these two reasons, four samples for the standard congener analyses and 24 samples for the
coplanar congener analyses were re-extracted arkd reanalyzed. The original results were qualified
as do-not-report (DNR}; the results from the re-extracted analyses should be ysed,

The primary data validation review was perfonmed by Sherri Wunderlich and secondary technical
review was performed by Alison Bodkin. The data validation review was based on the gquality
control criteria specified in the anaiytical methods and the data quality objectives lsied i the
QAPP.

Data validation and reasons for gualification are summarized in cach section of the following
report.  Validation qualifier definitions and reason codes are listed in TABLE 2 AND TABLE 3,
respectively. Al data validation qualifiers appear in the database.

£ SUTIBG 17 11 P # EcoChem, Inc.
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FULL DATA VALIDATION REPORT
PCB Anclyses
Baiches: 97-124, 97-126, 97-127, 97-126, 97-129, 97-181, 97-190, 97-
191, 97-192, 97-274, 97-306, ond 97-312

i Data Package Completeness: ACCEPTABLE/With the following discussion.
All necessary documentation for the {full validation were provided by the Jaboratory.

The chain-of-custody (COC) forms for six samples (96-KI-CT-01, 96.KI-CT-03, 96-KI-CT-03,
96-K1-CT-07, 96-K1-CT-09, and 96-KI-CT- 140 did not list sampling dates.

For ten samples, EG-LM-F-01-FC-1 through EG-LM-F-10-FC-1, the collection date listed on the
COC forms was 10/22/95. The laboratory indicated that the collection date lisied on the sample
bottles was 10/22/96. Since the COC forms were signed by the sampler on 10/22/96, and the
COC collection date for the other two samples in the batch (Samples EG-LM-F-1 1.F(-| and EG-
LM-F-12-FC«1} was 10/22/96, the actual coliection date was most likely 1072256,

Although, several internal sample custedy seals were broken when received by the lnboratory, all
cooler seals were intact. This was probably caused by the pressure of the ice, as paper custody
seals and tape can be weakened by the cold aod moisture. No sction was taken,

H. Sample Holding Times and Handling Condilions; ACCEPTARLE/With the
following excoptions.

Guatified Data: See the Qualified Sample Results,

Discussion:

All tissue samples were stored frozen at -20 °C or below until the time of extraction, All samples
were extracted within one vear of the swnpling date.

The analysis holding time ¢riterion for PCBs is 40 days from extraction date to date of analysis.
All samples were analyzed within the required holding time.

Bateh 97.192:

Sampte BTUGOICP: During the extraction, approximately 30l out of 200ml, (or 15% of the
sample exiract volume} was spilled.  As iternal standardization was used to quantify the PCE
congener concentrations, and as the standard extended list surrogate recoveries for this sample
were accepiable, no qualification was performed based on the spillage.

Sample EG-LM-F-03-WC- 1 During the preparation step, the vial comtaining the exiract broke in
the centrifuge. The sample was pipetted out of the roter and put ina new vial, The laberatory re-

= DREROE 1211 PY Page 1of 4 Ecolhem, Ino.
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extracted and reanalyzed the sample by GC/ECD upon request. The reanalysis was performed
with Bateh 97-306. The original results were qualified ax do-not-report {DNR-14); the resulss
from the reanalysis should be used instead,

.  Calibration: ACCEPTABLE/With the following exceptions.

Guglified Dafa; See the Qualified Sample Resuls.
Discussion:

futtial Calibrations

For the GUECD congener and Arcclor inftial calibrations, all reported coefficients of
determunation for the mtial calibrations were greater thae or equal to 0.9900. (Thersfore,
correlation coefficients were greater than or equal to 0.9950.) The lgboraory incorrecdy
calculated calibration curve coefficients using /X weighted values for three congener Arocler
initial calibrations {that were analyzed on 7/15/97, 7/22/97 and 8/8/87}. The laboratory submitled
corrections for the 7/15/97 and 7/22/97 inuial calibrations and recalenfated all asyociated sarnple
results,  For example, for Sample BTEGOICP the PCB sum ¢without PCE 83} was originally
reported as 1933 ng/g versus g new total of 1900 ng/g; this represents a percent difference of less
than 3%. Tbe 8/8/97 initial calibration was only assoeiated with the method detection Hmir suidy.
As the weighted results were only shiginly different than the non-weighted results, the method
detection limit study was judged ay not significantly affected.

For the GC/MS intial calibrations, all percens relative standard deviation (%RSD) values were
less than the 35% upper control limit. AR relative response factor values were greater than the
8.050 lower control limit.

Continuing Calibrations (CCVs}

Several percent difference (%0)) results {from the true values) for target analytes were outside the
individual compound comtrol limit of $25%. Fositive sample results that were associated with
non-compliant %D values were qualified as estimated {J-5B). Nen-detect resulis were udged (o
be not significantly affected. Qualified results are summarized in TABLE 4.

Several samples were not analyzed within 12 hours of the beginning CCV. Since all samples were
hracketed by acceptable beginning and ending CCVs, no action was taken,

IV.  Blank Analyses: ACCEPTABLE/With the following exceplions.

Qugified Doto: See the Qualified Sample Results,
Discussion:

Several PCB congeners were defected at Jow levels by the GC/ECD in some of the procedural,
instrument, and equipment blunks. Action Jevels were established at five times the reported blank
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concenirations. Associated positive sample resulls Jess than the action levels were qualified as not
detected (1273 Quudified resulls arg summarized in TABLE 5,

V. Surregote Recovery: ACCEPTARBLE/WILh the following exceptions.

Qugiified Dala: See the Qualified Sample Resuls,
Dlscussion:

Several surrogate percent recovery (%R} values were vutside the 50% 10 125% conirel Gmits,
The %R cuthers are summarized in TABLE 6, sample resulis qualified 4s a result of surrogatc
cutlers are summarized 1 TARLE 7, and specific details are provided in the following rext.

Standard Congener Analysis (GC/ECD)

For Sample WEEGO4CP (Baich 97-151}, one surregate %R value was outside of the conirol
fimits. A laboratory duplicate analysis of this sample was performed, with acceptable %R values.
The result from the field sample was quakified a5 do not report (DNR-13); the results from the
laboratory duplicate should be used.

Sample EG-LM-F-01-FC-| in Batch 97-129, and Samples EG-LM-F.09-WC-1 and EG-LM-F-
10-WC-1 in Baich $7-192 were re-extracted and reanalyzed due 1o unacceprable surrogate
recaveries. Sample EG-LM-F-09-WC-1 was also reanalyzed due 10 the sample spilling in the
extraction process, see SECTION II. Sample EG-LM-F-08-FC-! (Batch 97-129) had surrogate
recovery values that were shghily above the lower comrol Bmit of 50% = 53% for Surrogate
PCB 63 and 519% for Surrogate PCB 112, Although thesa recoveries were technically within the
controd limits, the sample was re-extraeted and reanalyzed to verify the recovery values. These
re-extractions and reanalyses resulied m acceptable %R values. The results from the original
ansfyses were qualified as do not report (DNR-13); the results from the reanalyses should be
used.

Coplanar Congener Analysis {GC/ECD)

Seven samples in Batch 97-126 and |7 samples in Batch 97-192 (summarized i TABLE 8) were
re-extracted and reanalyzed because of low surrogate percent recoveries. The vesults from the
original analyses were qualified as do not report (DNR-13); the results fron: the reanalyses should
be used.

For all other field samples sumnmarized in TARLE 7, results were gualified as estimated (1-13/C1
133 for %R values kess 50% but greater than or equal to 10%. For %R values greater than the
apper controf finut, positive results were qualified as estimated (3-13); reporting Iimits were

Judged us not affocted. Qualifiers were not assigned to QC samples.

Surropate %R values Jess than the control Hmit may indicate that the sample results sre biased
tow. The reported sample resulis are potentially undercstimated. Surrogate %R values greater
than the control limit indicate thal the sampk results wre potentially based high; however,
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aralvical interferences may be present that impact only the surrogale compounds, and these
interferences may pot impact the sample results.

GUMS Analvsis

As wlicated = the QAPP. surrogate %R values were not calculated for the GO/MS analyses.
Surrogates were evalusied based on %R values obtained from the GCECD analyses. The
GOMS swnple resulis were qualified as estimated (J-133 when the recovery values from the
GC/ECD analyses were not within the control limits,

The surrogate %R value ranges for 4l batches are summarized n TABLE S

VI Blank Spike Sampie Analysis: ACCEPTABLE/With the following exceptions.

Qualified Dota: See the Data Qualifier Ssmmary Table.
Discussion;

A blank spike (BS) was extracted and analyzed at the frequency requircment of one per batch.
All spiked analyte recovery values were within the control limits of 50% 10 125% for tri- through
deca-chlorobiphenyls and 30% to 123% for mono- and dichlorobiphenyls, with the exceptions
listed i TABLE 106.

Fesults associated with BS recovery values that were Jess than control Bmits werg qualified as
estimated (J-10/7UL-10).  Positive results associzated with BS recovery values that were greater
than control Imits were gualified as estimated (J.10). See TABLE 11 for 2 summary of results
gualified because of blunk spike and SRM outhers,

The blank spike %K value ranges for all analytes within a batch are listed i the TaBLE 12

Vil.  Sampis Duplicale Anolysis: ACCEPTABLE/With the following exceptions.

Qualified Dato: See the Qualified Sample Results,
Biscussion:

One or more duplicate samples were extracted with each batch. The duplicate sample wus
analyzed by GCECD, but not GO/MS (us specified in the work plan).  Several relative percent
difference (RPD) values were greater than the control limit of 50% as listed in TABLE 13,

All associated sample results were gualified as estimated (J-9), with the exception of the results
assoctated with the GC/ECD Extended PUB Congener laboratory duplicate analysis performed on
Sample EG-LM-F-01-FC-1 (Batch 97129},  As mentioned in SECTION V¥, the surrogate %R
valies were Jess than the lower control jimit for this Hield sample, but acceptable in the laboratory
duplicate. The targel analyte concentrations for positive results were likewise much lower ip the
field sample; thus, 1he RPD values were greater thap 50%. Since the fielkd sample was already
qualified for surrogale recoveries, and the low recoveries were attributed 1o an isolated incident

[ CASIEME 1271 Bt Fage 40l 4 Eeolhem, Inc.
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(mot indicative of a systematic problem for the bach), no gquaiilicrs were assigned due o
laboratory duplicaie results for Batch 97-129. Qualified results are summarized in Tapgoy 14,

Vill.  Stondard Referencs Malerial (SRM) Analysis: ACCEPTABLE/Wiih the following
exeeplions,

Quadified Dala: See the Qualified Sample Results.
Discussion:

SRM Carp-1 samples {acquired from the Nationast Rescarch Council, Canadal were extracied and
analyzed at the required frequency of vne per each batch. The results for the SRM were
calkeulated and reported both surrogate-corrected and not  surrogate-correcied; separate
spreadsheet tables were submitted.  Since the certified values for this SRM are based on
surrogate-corrected guantification, only the surrogate-corrected resulls were evaluated for the
GC/ECD analyses. The GC/ECD SRM surrogate recovery value ranges were §2% to 115%
(PCB 36} and 81% to 92% {(PCB 112) for ali sarple batches. For the GC/MS analyses, only the
ancorreeted values were evaluated because ihe surrogate-correcled values were based on
surrogate %R valoes from the GC/ECD analyses.  All resuits were within the established
acceprance criteria, with the exceptions histed in TABLE 1S

For reported values that were greater than the upper acceplance crilerion, posiive resulis in
assorated samples were gualified as estimated (J-10). For reported values that were Jess than the
lower acceptance criterion, associated sample results were qualified as estirated (J-10/UF-10).
See Table 11 for a summary of results qualified because of blank spike and SRM outliers.

{X. <Compound identification and Quantitation: ACCEPTABLE/With the following
exceptions,

Suatified Data: See the Qualified Sample Resulls,
Discussion.

As discussed in the Calibrations Section, several standard congener sample results were
eriginally calculated incorrectly {using mcorrect initial calibration coefficients} for the GC/ECD
analyses. The loberatory submitted corrected results for the following samples: four QC samples
for Batch 97-190 {the procedural blank, mstrument blank, equipment Bank, and blank spike); four
QC samples (the procedural blank, instrument blank, eguipment blank, and blank spike) and six
field samples for Batch 97-181 {Samples BTEGCICP, BTEGO4CP, BTUGCICP, BTUGH2CP,
BTUGO4CP, and BTUGDSCPY; and four QU samples for Batch 97-192 (the procedural blank,
instrument blank, equipment blank, and blank spike}.

Standard Congengr Analysis (GC/ECD)

The laberatory stated that there was significant coelution/interference with PCB85 1 the field
samples, which appeared 10 be caused by the presence of p.pDIDE. Positive results for PCBRS
may be blased high. All positive resolis for PCBRS were qualified as estimated {J3-143. Since the

# 04/22198 124 PV Pageb ot 4 BaooChem, Inc.
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results for PCBRS muay not be accurate, the laboratory provided a sum of all congeners with
PCB8S excluded {as well as a sum of all congeners with FCBSS included). The congener
summation without PCBE3 is likely 10 be the more accurate measure of the total PCRs.

Coplanar Congener Analysis (GC/ECD)

The laborarory stated that there was o contaminant interfering with PCB169. The mierference
was 4 doublet peak on cach side of the PCB169 peak. If 4 peak was clearly present in the valley
between the two contaminant peaks, it was identified as PCB 169, hut the contaminanl moxt likely
masked the presence of this congener or reduced the accursey of any quantification of this
congetier when detected. PCB 169 results from the co-planar analyses were qualified as cstimated
(J-1431-14}.

Aroclor Analysis (GC/ECD)

The chromatogramy of the walleye liver xamples closcly resembled a mixture of Arociors 1248
and 1254, The results were reported as 1248 1254, The PCB patiern in the trout fillets most
closely resembled Aroclor 1254, and resulls were reported to refleet this identification.

GUMS Analysis

The aboratory assigned ME and MI gualifiers to several PCB22 and PCB1O results 1o reflect
estimated posilive results and estimated reporting himits, respectively . The Jaboratory stated that
a matrix interference was present. The ME lab qualifier was applied in situationy where the
primary ion profile displaved somewhat of a bell-shaped curve but contained obvious saturation,
while the secondary ion profile was present and clearly displayed a bell-shaped profile. The MI
lab quealifier was apphied when both the primary and secondary jons did not show bell-shaped
profiles, or when the primary and secondary ions did not show bell-shaped profiles at the same
retention time. Al sample results thar were flagged ME or M1 by the laboratory were qualified as
estimated (J-14/0]-14%. Qualified results are summarized in Table 16,

X. GC/ECD and GC/MS Results Compgrison: ACCEPTABLE/With the following
disCUSs101,

The resuits of the 26 sumples that were analyzed by both GO/MS and GCECD for standard
congeners are surnmarized in Table 17, As discussed in SgorionN IX) there was significant
cochitipn/intcrference with PCBES in the field samples for the GC/ECD standard congener
analyses. which appeared 1o be caused by the presence of pp-DDE. Since the results for PCBBS
are biused mgh for the GC/ECD analyses, the sum of all congeners with PCBS5 excluded were
used to compare to the GC/MS results.  (For the GC/BECT) analyses, the congener summation
without PCBBS is fikely to be a more accurate measure of ‘the total PCBE than the sum tha
inelades PCBBS. The GUAMS data provides a more accurate guantitation of PCBES.)

The RPD values for resuls from the GOMS and GU/ECD analyses were all less than 20%

oxlicating acceptabie precision berween the mcthads.
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XI. Lipids Anglysis: ACCEPTABLE/Wuh the following discussios.

For cach batch {cxcluding the re-exfracted batches), percent liplds were performed in duplicate
for one sample.  For Batch 97-129, the percent Ipid RPD values between the original and
duplicate resuits were greater than the control fimit of 20% a1 43.3%. No qualification of daia
was necessury as the two Hpid values were selatively low (the difference was 1 19%).

For Batch 197- 128, the percent lipid RPD values between the original and duplicate results were
greater than the control limit of 20.0% at 20.5%. For Batch $7-181, the peycent lipid RPD values
between the original and duplicate results were greater than the conteol imit ar 28.3%. For Bawch
97-192, the percent lipid RPD) values barween the original and duplicate results were greater thun
the control limit at 38.6%. Although these percem lipid results for thege three batches were not
qualified the dara user should be aware of potential bias as a result of a lack of homogeneity. All
other sumple/dupiicate percent lipid RPD values were less than the upper control limit of 20.0%.

Al RPD values for consecutive weighings were less than the upper control imit of 20.0%.
Comparison of Solvents on % Lipid Valuey

The laboratory originaily selected three samples for a comparison of lipid content using different
saivents (hexane and dichloromethane).  For twe of Lthe swmnple sets, the dichleromethane
extraction method yielded %ID values {dichloromethane relative to hexane) of 38.4% to 40.7%
higher lipid content values. For the third sample set, the lipid content was 6% higher with the
dichloronethane solvent. The sample amounts used for the comparison test were relatively small
{5.10 vo 7.46 grams for the hexane solvent and 0.9987 1o 1.0334 grams for the dichloromethane
salvent). The laboratory performed the comparison study on more samples, in order to obtain
more statistically-reliable results,

The laboratory selected seven brown trout whole body samples and seven walleye whole body
samples for another eomparison stody. The dichloromethane extraction method yielded bigher
fipid content values than the bexane extraction, The average lipid content was 43.3% higher with
the dichloromethane method than the hexane method for the brown trout samples and X54%
higher for the walleye samples.

The laboratory stated that the data are to be considered carefully before they are used to generale
a generic method-ro-method lipid content correction factor because thers s clearly sigoificans
fish-to-fish variability. The %I} values between the two methods ranged from 17.1% to 72.1%
for the wrout and 11.5% 10 43.1% for the walleye. This notable fish-to-fish variability could be the
result of slightly different lipid composition of different fish,  Additionally, variability in the
moisiure content of the fish impacts the variability in the hpid data when calculated on a vt
weight basis; the lipid are primarily associmed with the dry matrix, not the wet. If the data were
normalized for moisture contert {L.e., calculating lipid contont on a dry, not wei. weight hasis), it
is likely that the %D values between the methods will deerease.

1o DARZIOE 1511 P Page 7 of 4 EcoChem, Inc.
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Triplicate unpadyses were pecfarmed on one brown troul and one walleye sample. The % RSD
vulues ranged fron 3.9% w0 17.9%. and were judged as acceplable, indicating that the observed
vartability between the different solvents 13 not due 1o the method,

Xt Moisture Analysis: ACCEPTADBLE/With the following dixcussion,

Far each bakch (excluding the re-extracted batches), percent moisture conitent wis performed m
duplicate for one sample. For Batch 97-124, the peicent lipid RPD values between the original
and duplicate results were greater than the control limit of 20,0% at 38 8%. For Baich ¥7-126,
the percent lipid RPD values between the originagl and duplicate resulis were greater than the
conirol Himit ot 30.8%. The laboratory stated that the percent moisture for the duplicate sample
was performed several weeks after the original percent moisture. No qualifiers were assigned on
this basts. All other RPD vahues were less than the upper control limit of 20.0%,

All RPD values for consecutive weighings were less than the upper control himit of 20.0%.

XHi,  Overall Assessment of the Dalo
Based on this evaiuation, the laboratory followed the specified method.

Accuracy was generally acceptable, as demonstrated by the %R values of the surrogate, the blank
spike, and the SRM analytes, except where previously noted.  Precision was generally acceptable,
as demonstrated by the RPD values of the sample and laboratory dupficates, except where
previously noted.

Qualifiers were assigned duc 1o blank contamination, CCV %I outliers, blank spike results,
surrogate outhiers, laboratory duplicate resubts, SRM Carp-l results, and chromatographic
mierferences.

Data that are qualified as DNR should not be used. All other data, as gualified, are acceptable for
use.
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Table 1
SAMPLE INDEX

CueNT: HaGier Banty
PROJECT NAME: GreeN Bay NRDA PrROJECT
ECOCHEM PRO ECT NO,, CR309-3

Sample ID

Aroclors by GC/ECD

Standard Congeners
by GC/ECD

{o-Planar Congeners
by GG/ECD

Standard Congeners
hy GOMS

WEFROILY

WELGO4LY

WELGISLY

WELGOLY

WEWGILY

WEWGO4LY

| WEEGOALY

WEEGD2LY

WEEGDILY

WEUGHLY

TWEUGDZLY

WEUGLSLY

SINISTSISISINS SIS ENDS

TEK1-B-08

TE-K1-B-18

Te-K3-8-24

TE-K1-8-30

TE-K1-B-48

TE-K1-B-80

968-KI-CT-01

86-K-C1-03

96-K1-CT-05

96-KLCT-07

i 98KERCT-09

86-Ki-CT-10

WA ANAN AN AN EYAYAY AN R AN

RNISNININES NS ISINENINGS

BT-£G-01-FC-1

81-EG-03-FC-1

BT-EG-04-FC1

BT-£G-05-FC-1

B7-EG-06-FC-1

BT-EG-57-FC-1

BT-EG-05-FC-3

BTGA-C-FCA

BT.GA-02-FC-1

#1-GA-D3-FC1

SINISNIS NS S ISNES S

o DAREE 19 1 P
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Table |
SAMPLE INDEX

Cutn HaGier Baty

PROJECT NAME: GREEN BAY NRDA PROJECT
ECOCHEM PrOJECT No.: C9309-3

Sampde 1D

Aroclors by GC/ECD

Standard Congeners
by GCECD

Co-Planar Congeners
by GC/ECD

Standard Congeners
by GCHS

BT GA-G4FC

BT-GA-05-FC-3

LT-LM-01.FC1

LT-LM-82.FC-1

LT-LM-033-FC-1

LT-LM-04-FC

LT-LBA-05-FC-1

LT-LM-G6-FC-1

LT-LM-07-FC-1

LT-LM-G8-FC-1

LT-{ M-08-FC-1

LELM-10-FC-1

LTR-02.FC1

LT-IR-08-FG1

LT4R-07-FC-1

CHARTR AN ISRERINISNENIRINTI SIS

EG-LM-F-01-F.Co1

EG-LM-F-02-F-C-1

EG-LM-F-£03.F.C-1

EG-LM-F-04-F-C-1

EG-LM-F-05-F-C-1

EG-LM-F-08-F-C1

EGLM-F-Q7-F-C-1

EG-LM-F-08-F.C

EG-LMF08-F-Co

EG-LM-F-10-#{-1

EG-LM-F1FCo

EG-LM-F-12-F-C1

AU AN LG LUA N AN AN LN RN AN

AR SRS LE LN L RN LS LY "

LT-IR-0B-FC-1

81-EG-02.FC-1

BT-EG-08-FC1

WELGOILY

WEWG0ILY

WEWGQALY

WEEGIELY

# DHRREZ MM

SlRINIEAININES
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Tahie 1
SAMPLE INDEX
CUENT: HAGLER BANLY

PrOJECT NAME: GREEN BAY NRDA PrROXCT
ECOCHEM PrOJECT NO.: £9309-3

Sampie iD

Arociors by GCECD

Standard Congeners
by GUECD

Co-Planar Congeners
by GC/ECD

Standard Congensrs
by GOMS

WEUE04LY

v

LT-R-01-FC-1

v

WEFROICP

WEFRG2(P

WEFRO3CP

WEFR04CP

WEFRD5CP

WEFROGCP

WELGOZOP

WELGOSCP

WELGO4CP

WELGOSCP

WEWGEICP

%3 WEWGO2CP

“e | WEWGHRCP

WEEGDICP

WEEGO3CP

WEEGHOP

WEEGOSOP

WEEGO&CP

WEEGO7CP

WEEGOSCF

«. | WEEGIDCP

WEEGNLF

WEUGHGCP

WELG3CP

BYEGOICP

BYEGORCP

BTEGQACH

BTEQOSCP

o | BTUGOICP

BTUGR2CP

BTUG04CP

BTUGOBCR

S G AN N N A S NN A AN AN AN S A AN AN AN AT A AN AN AN RN LN NN AN N
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Tabie 1}
SAMPLE INDEX

CUENT: MAGLER BAnLy

PrOJECT NAME: GREEN BAY NRDA ProusCT
ECOCHEM ProgteT No.: C9309-3

Sample D Aroclors by GC/ECD | Siandard Congeners | Co-Planar Congeners | Standard Congeners
by GCECD by GLECD by GCMS

WEFRO7CP 7 v v
WELGGLP v 7 v
WEWGOACP v v
WEEGOOCP v v
WELGEZCP ¢ v
BTUGOICP v v
BTYEGOZLP v ¢ >
EGAM-F-10-WG-1 v v «
EGLAM-F12-W0-4 < v
EG-LM-F-0B-WC v v
EG-LW-F-08-WCA v v v
EG-LMF(4-WC-1 v 7
EGLM-F-03. WG v v v
EGALMF-11-WO < v
EG-LM-F57- W0 v ¥
EG-LM-F-06-WC-1 v v
EG-LIMF-02-WC-1 " ¢
EG-LMF-06-WC-1 ¥ v ¥
EG-LI-F-01- W0 v v
WELGDICP v v
WEEGDRCP v

7 GH2ZBS 17 11 PR Page 4 of 4 Ecolhem, Inc.
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Tobia 2
DATA VALIDATION QUALIFIER DEFINITIONS

The analyte was analyzed for, but was not detected above the reported
sample guantitation it

The upalyte was positively identified; the sssecisted nomesical vahie 1 the
approxiinale concentration of the analyte in the sample.

The analyie was not detected above the reporled sample quantitation linit,
However, the reported gquantitation limit s approximate arki may or may
not represent the actual limnt of gquantitation necessary to accurarely and
precisely measure the analyte in the sample,

The sample results are rejected due 1o serious deficiencies in the ability to
analyze the sample and meet guality contro} criteria.  The presence or
ahsence of the analyle cannot be verified.

Do not report, A more usable set of data should be used instead.

Page 1 of 1 EooChen, Inc.
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Table 3
DATA VALIDATION QUALIFIER CODES

| Holding Tunes
2 Sampie Preservation
3 Sample Cusiody
4 Missing Deliverables
SA Calibration {initiaD)
5B Calibration {continuing)
Field Blanky
Laboratery Blunks
Matrix Spike
g Preaision (Duplicate, or Matrix Spike Duplicate)
10 Labaratory Control Sample
il Detection Lumnit
12 Standards
13 Susrogates
14 Other
15 Furnagce GC
16 ICP Serial Dilution
17 Chemical Recoveres
I8 Trip Blanks
19 Internal Standards
20 Linear Range Exceeded
21 Potential False Positives
i D20 12 17 P Fage 1 of 1 EcoChem, Inc.
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Tabie 4
SAMPLE RESULTS QUALIFED AS A RESULT OF CONTINUING CALIBRATION QUTLIERS

i6 GARAITE 1211 PN Page 1 of 2 EcoChem, Inc.
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Table §
SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK OUTLIERS

12 DATGW 20 Prb Page 20l 2 ZeoeChem, Inc.
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SURROGATE PERCENT RECOVERY OUTLIERS

Tabie &

Parcent
Batch 1D Sample 1D Analysis Congener Difterence Value
87124 47124 CRM 2CAELD Awelor PCEES 46%
9724 CBM GGECE Amior PCEig 5%
WELGO3LY GCECD Amcior RC8112 127%
97128 TE-K1-B-18 GOAECD Congener Coplanar FCB7T 8%
TE-K1-B-48 GCECD Congener Coplanas PLE?Id 45%
K107 03 GUECD Congener Coplanar FCB77-d 44%
ie 96-K1{-C1-05 GC/ECD Congener Coplanar PCBT? 1%
9E-K 107417 GC/ECD Conpaner Coplanar PCB77 8%
re 98-%1.CT-08 GUAECD Congenar Coplanar POBTTd 1%
BEK-CTA0 GUECD Congener Coplanar FCB77-d 47%
#7128 7-128 CRM GCECD Arpclor PCB1sZ 3%
g7-1¢89 EG-AM-F0LFL-1 | GCAECD Congener (Standand PCBIG 23%
EGLM-FQ1-FC-1 1 GC/ECH Congenar {Standard) PR 17%
. 87190 WEFRIICP GUACD Congener {Siandard) PCE3S 127%
s g7.180 EB BGIECD Congener {Standard) PCR112 126%
7191 WEEGRCP GGECD Congsner (Standard) PCB3s 138%
&} WEEGOSCP GO/ECT Congener (Standard) PCB3E 146%
22 WEEGOTCP GOIECD Congener (Standard) SO 127%
7182 WELGOBOP QCECD Congener (Standard) PCRTIC 128%
"ﬁ WEEGOICE GC/ECD Congends [Standard) PCB3S 134%
WEUGE2CP GC/ECD Congerner {Standand) PCR3E 133%
EG-LM-F-10-WE-1 | GCRCD Gonganer {Standard) PCRIB 178%
‘ EG-LM-F-10WC.1 | GOAECD Congener (Blandand) PRI 135%
) Ef3-LM-F-07-WC-1 | BC/ECD Congener {Standard) PCHTIZ 48%
EG-LA-F-08-WE 1 GOG/ECD Congener (Standard! PLBEE 151%
S EG-AM-F-08-WC-1 | GC/ECD Congener {Standard) PCB112 137%
WEFROTCP GC/ECD Congener Coplanar PCRTT-d 17%
WEFRUAOP GLELD Congener Loplanar POBRTYG 3%
WEFRO4CP GGECT Congener Coplanar PCB77-d %
BTUmECE GGEGE Corpaner Coplanar PCRI7-4 57%
BTEGDRGP GC/ECD Conganer Coplanar PCBT 7 40%
EG-LM-F10-WE-1 | GUERCD Congener Coplanar PCB774 13%
EGAMEA2.WE-1 | GOECD Congerer Coplanar PLaMd 10%
- EGLM-F08-WC-1 | GCECD Congener Coplanar POBITd 25%
EG-LM-F-05-WC-1 | GC/ECD Congener Coplanat PCBE77-d 10%
EG-LM-F4-W -1 | GUEGE Congenar Coplanst PCH7T-d 0%
s EGLM-FORWC-1 | GCECD Congenst Coplanar PCRYI 3%
© DATEESR 1201 P Page tof 2 BooChem,
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SURRQGATE PERCENT RECOVERY OQUTLIERS

Tabie 6

E Percent
Bateh 1D Sample (D Analysis Congener Difference Value
EGAM-F1.WC-1 | GCECD Congener Coplanar PLBYId 1%
EG-LM-F-C7-WC-1 | GO/ECD Congener Goniang! PR 17%
EG-LMF-08-WE-1 | GCECD Congener Coplanar PCR77-d 19%
EGLM-F-02WE-1 | GO/ECD Congener Coplanat CR774d 8%
EGAM-F08-WC-1 | GU/ECD Congener Coplanar POBY7-4 3%
a-LM-F-01-WC1 1 GC/ECD Congener Conlanar peB7Ig 44%
WEFRGTCP DLP | GC/ECE Congenar Coplanar PCEBT74 43%
97-192 BS GLJECD Congengr Coplanar PLR77-d 136%
97274 WEFROTCP BO/ECD Congenet Coplanar PCBIHE 47%
WEFROTCP DUP ¢ GC/ECD Congener Coplanar PoR11Z 43%
WE&ns0P GC/ECD Congener Coplanar PCBI T2 42%
TEKIB1S GG/ECD Congenar Coplanar PCENZ 42%
GAKICTOS GOECD Congensr Coplanar POBY2 39%
SEKICTYY GUIECD Congener Coplanar PCB1I2 32%
QEKICTOS GCECD Congener Coplang/ PCBTIZ 40%
EGLMFOSWG1 GC/ECD Congener Coplanar PLRAS N%
EGLMFOBWE-1 GCACD Congener Conlanar poEY2 9%
97-306 87-306 88 GCAECD Congener Goplanar PCB77-d 184%
EGAM-FAG-WO-T | GOECD Congener Coplanar PCaT7Ig 20%
§7.312 EQ-LM-F12-WC-1 | GC/ECD Congensr Caplanar PCB3E 28%
EGLM-F-12-W0-1 | GCAECD Congener Coplanar PCRI12 24%
& BAFAGR 1237 Pad Page 2ot 2 Zoolhem, Inc.
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Table 7
SAMPLE RESULTS QUALIFIED AS A RESULT OF SURROGATE PERCENT RECOVERY
OUTLIERS

s
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Tobia 8

SAMPLES RE-EXTRACTED AND REANALYZED FOR COPLANAR ANALYSIS

EGLM-F-DB-W0
EGd M-F12-W0A

EGAM-F-Da-8 Gt

EG-LM-F-15-W0 -

Batch §7-126:  TE-{L.B.12 TE-£1-8-48 35-8-0T-03 96-KI-CT-0%
S KIGTT 07 9B-KI-CT-08 $EHCT-10

Bateh §7-182:  WEFROTCP WELGOECP WEWGTSOH BTUEDECP
BYEGG2CR EGLMFL1-WE EG-LM-F-02-WC- EGAM-F-L3-WCA
EG-LM-F-04-WC-1 EGAM-FO5-W0A EG-LM-F-06-WC-1 EGLMAFOT-WCH

EG-LM-F 1100

F i R i

& grepnboyiindsuenesid R 091a026 dox
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SURROGATE PERCENT RECOVERY RANGES

Batch I Analysis Surrogate Range |
97.124 GCECD Asctars B3% - 127%
47126 GO/ECD Congener {Standard) 72% - 118%
GCAEQD Congengr {Coplanar) 8% - 87%
97187 GGIECD Arotiors TE%-107%
g7-12% GCHECL Aroclors 8% - 121%
g7.124 GCECD Congener (Standard) 7% - 37%
GCECD Conganer (Coplanan B4% - 120%
47181 GOECD Arntion 7% . 105%
§7-150 GC/ECD Cengeaer (Standard) 53% - 127%
#7191 GOAECD Congener {Standard) 81% - 146%
g718% GUIECH Congener {Standar) 4t 1TE%
GCHAECD Congener (Coplanar 10%- 78%
g7-p74 GL/ECD Congener (Coplanar) 19%" - 123%
97-306 GC/ECD Congener (Standard) 4% - 105%
GLACD Congenar {Caplanat) 20%° - 126%
97312 GOALD Congener {Coplanal) 24% - 108%

*A% 2 result of these iw surmgats recavenies, e samples were re-adrictet and reanalyzed {Hew SECTION Vi
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Tabie 10
BLANK $PIKE PERCENT DIFFERENCE QUILIERS

Batch ID Analysis Analyte | Percen! Diference Value
37128 GL/ECD Corgener (Blangard PCBTS 44%,
97-19¢ GCECD Congener (Slandard) PCBST 130%
GLAECD Gongener {Stantard) BURTE 106%
GCAECL Congener [Bantard] POR1ES 1%
#7101 GC/ELD Conganar {Standard) PCRITH 135%
GLECD Congener {Standard) sCBIGE 151%
G707 GIECD Congener (coplanarn PLESE 142%
07.308 GCIECD Congener (Coplanat PCB1%E 135%
87.312 | GC/ECD Congener feoplanar) | PCB3? | 48%
£ DHFIG0 12 11 PR Page 1 of 1 Ecolhem, Ino.
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Table 11
SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE PERCENT RECOVERY
QUTLIERS

©D4EPMB 1211 PUE Page { ¢i 1 EcoChem, Ing.
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Jable 12

BLANK SPIKE PERCENT RECOVERY RANGES

HatehiD Analysis Blank Spike %R Range
g2 GUECD Amciore 8% - 81%
§7-128 GOACD Congerer {Standard) 44% - 114%
GC/ECD Cangener {Goplanan 83% - 8%
GL/MS Congener {Standard) 79% - 98%
#7127 GLECD Arclons 2% - 784%
47128 GUECD Aroclors TE% - 75%
14249 GCECD Conganer (Standard) 51%-108%
GLECD Congerer (Conlanar) B6% - 956%
GOMS Congener {Standard £9% - 108%
87181 QUECD Arociors 75% - 7%
97180 GC/ECD Gongener Standard) 81% « 198%
GC/ME Congener ($tandard) 7% - B0%
47-181 GC/EQD Conrganer (Standard) 8% - 151%
GL/ME Congansr (Standa) 1% « 1%
g7-192 GEAECD Congener {Standard) £84 - 91%
GC/ECD Congenar (Coplanar YE%: - 142%
GCMS Congener {Standard) 89% - 91%
§7.214 GCAECD Congener {Coplanar 80% - 103%
9735 GC/ECD Congener (Standard) 7% - 4%
BC/AECD Congener {Coplanas) 88% - 135%
§7-312 GOMS Congener (Copianar 487% -Bi%
£ DAY V41 PR Page 1 of 1 EooChem,
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Tabie 13

BUPLICATE RELATIVE PERCENT DIFFERENCE OUTLIERS

Bateh i Analysis Sample Analyle RPD Value
§7-128 GUAECD Conganer (Standard) TEKI-B-06 PCB&3 74.6%
B3 FAL
GGECE Congens! (0ogianan PORSY R7 8%
POESS §9.5%
$7-124 GIEGE Congener (Standard) EGLM-FO1-FLt | PCBBS 186.5%
FCBNIQTY 144.3%
P18 149.7%
POR1EDS 170 5%
PCBEHS 140.4%
PCB13B/180/183 157.4%
GU/ECD Congerer (copdanan PCBi125 145.0%
pceyy 169.2%
97191 GC/ECD Congerer {Standard) WEEGOMCP PUHRS 58.2%
g7a4z GCELD Congener {Standard) WEFRGTCP poEss 51.2%
PLBIgD 72.4%
§7-274 GUAECD Congener {(ooplanss WEFRG7OR PCB1zg 58 £%
$7.308 GCAELD Congener (Slangardi EG-LM-F-01-FC All positive résulis = 850%
»MDL exvept PCB114
EG4M-F0BFCA Al positive results > 5%
»MEL
16 DALZZIRE 12.1% PN Page {1 oi 1 zscoChem, Inc.

ergreer byl new bt 083e028 dos



Table 14
SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE RELATIVE PERCENT
OUTLIERS
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Tabie 18

STIANDARD REFERENCE MATERIAL QUILIERS

Acceptance Criteria | Reporied VYalue
Baich i} Analysis Analyte {ng/a) ingig
57126 GC/ECD Congener (Standard) PCB 18 136 - 26.8 12.56
GC/ECD Congener [Stangard PCE 170180 14.3-287 10367
07128 GCIELD Cangener (Standard) PCE 18 130-288 12.02
GLECD Congerer {Standard) PCE 187/182 75.4. 48 6 2257
GLALD Congener (Standard) FLB 180 25.2.621 25,39
GG/ECD Congener (Standand) PCB 1707180 143-28.7 11,08
. 47180 GCIECD Congenst {Standard PR 8BS 87.1-180% 191,08
£ GC/ECD Congener {Stardard: PCRB 118 B5.8-178.2 280.25
- GG/ECD Congenar (Standard; FCB 153 BAG- 11 138,86
GOMS Congener {GUME) PGB IZ8 1.0 228 0.8
GOMS Congener {GUME) FCB 1701190 143207 13.7
87191 GLAECD Congener (Standand PCB 5es a7.1-1809 185,79
GC/ECD Congenar (Standard PCE 118 858 1788 285.00
GOECD Congenet {Standard) PCB 153 5401191 160.74
: GUAECD Congener (Standand PCB 1381831184 88.3.1377 t57.21
GCOECD Congener (Standard} FCE 18¢ 298-821 8854
67-192 GC/ECD Cangener (Standard) PCB 118 B5.8 - 1782 246.30
& 97-306 GOIESD Congener {Standard PCB 66795 87.1-180.9 191.87
;&
o BADEE 12,57 P Page 10f 1 EcoChem, Ing.
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Table 16
GC/MS RESULTS GUALIFIED AS A RESULT OF POTENTIAL MATRIX INTERFERENCE

o GEZ2SB 12 11 P Page 1 ¢f 1 EcoChem, 1nc.
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Tuble 17
GC/ECD - GC/MS SAMPLE RESULT RPD RANGES
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(C8308-3 Table 11 34849
SAMPLE RESULTS QUALIFIED AS A RESULT OF B8LANK SPIKE AND SRM QUTLIERS (J/UJ-10}

i | Concentration

Ciient 1D | Batch 1D Hatrix i Parameter I {ng/g, wet)

aBKiC T . 87% T TemEpgs  IPCBIE : 154676
9BKICTH ©g7e2s Tern Egas PCB175 ; 587678
2EKICTDY §7-126 - Temn Eggs PCBIT0/190 16 83877
$EAICTOD . aTIZe ¢ Tembggs (PCBYE e
SEKICTOS ©87128 Tern Equs PCBTS " 1.5128%
SEKICTHS 7126 TemEqgs  PCBU70AS0 52.34893
96KICTRS 07126 TernEogs  [PCRig 0.00000
9BRICTOS 7.126 Tern Eogs PCBI7S 210017
S6KICToS | 97-126 Tern Eggs PCRI170/180 7403801
SEKICTO7 :§-126 TemEggs  |PCBIB 0.0G000
9BRICTO? 97426 Ters Egge PCBITS 138117
BEKICTCY §7-126 Tern Bggs PCH? 77190 7361305
SEKICTIE 87-128 Tern £5os PCB1E 1313160
S6KICTOS 67-128 Tern Egos POB175 AT
GEKICTO0 97126 Ters, Eqgs PCE70/190 67 67380
98KICT10 57126 Tern Engs PCBIR 0.00500
SEHICTI0 sy Tern Egos RCR17S 3,32402
S6KICTIO | 97126 Tern €505 PCB17¥180 118.38681
TEKIEGS 97126 Tern Eggs PCB175 443474
TEKIBDE 97-126 Tern Eqos FCB18 545021
TEKIBOE 97126 Tern Egos PCBI70A90 104,66290
TEKIB 18 87-126 Tern Eugs PCRIB 192204
TEKIB 1§ 87128 Tem E0os PCE178 3.34540
TEKIB18 37126 Tera Eggs PCE170/150 59.58321
TEKIB24 87-126 Tern Eggs PCBI7S 351162
TEKIB24 97-176 Tern Eggs PCB1R 3823443
TEEIB24 87126 Tern Engs PLB1IY1G0 60.34511
TEKIBAC §7-128 Tern £003 PCBI7S 8.00000
TEKIBAD 87128 Tern £gus FUBI& 287246
TERIBIO 97126 Tern Egus POBY70/190 £3.32203
TEKIB4S 97326 Tern Eggs PCH18 2.085335
TEK!B48 97-17% Tern Eggs BCB175 266088
TEKIE4R 97126 Tsrn Eqgs PCB7V190 4506528
TEKIEE) 97126 Tom Eggs PCEIR 3.24268
TEKIBED 82126 Tem Eogs PCB{7S 742168
TEKIBED 97-126 Tern Eggs PCB175/180 13396200
EGLMFIEFC- 97125 Lake Trout Eggs FLBI8 (20411
EGLMFOZFGA EEE: Lake Trout Eggs  \PCRIS7/IEE 11.26807
EGLMEDZFC A Lake Trout Egps  |PCBIS0 22.98183
EGLMFO2M(-1 37179 Lake Trout Egns  PCBIFGIE0 53972
EGLMFIFCH §7-128 Lake Trout Eges  (POB1B 063694
EGLMFO3FC-1 §7-128 Lake TroutEgys  PCB1BTHE2 4.34259
EGLMFO3FC-1 97-128 Lake Trout Eggs  {PCB180 10.82764
EGLMFO3FC-1 57-159 Lake Trout Egas  PCBI70/190 242365
EGLMFO4FC.1 7129 Lake Trout Eggs  |PORIS 0.03535
EGLMFO4FC1 G725 Lake Trout Engs  IPCBIS7/182 5.85500
EGLMFO4FC-| 97-128 Lake Trout Eggs  [PCB18D ] 1821514
EGLMFR4FC- $7-425 Lake Trout Eggs  1PCB170/190 E 4 48064
EGLMFOSFC-1 97129 Lake Trout Egos  IPCBIB é 193279
EGLMFOSFC- 97179 | Lake TroutEqos  (PCBIBTAER s 13,35881

& CRIAERCOSI0N 00 Talics § ¥ Page 1017
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Table 11

3/8/99

SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE AND SRM OUTLIERS {J/UJ-10}

E : . Concentration

Client_ID | Batch_|D Matrir Parameter | (ngfg, wet)

EGLMFO5FCA1 U 97-129 Lake Trout Eggs  |PCB180 | 2385250
EGLMFOSFC-1 ~ 97-128 | Lake TroutEggs [PCB170/190 ! 6.58034
EGLMFOSFC-1 | 97-120 | Lake TroutEggs |PCBI8 { 0.00000
EGLMFO8FC-1 97-129 | Lake Trout Eggs |[PCB187/182 i, 12.11489
EGLMFOGFC-1 97.129 Lake Trout Eggs  |PCB180 i 23.40895
EGLMFOBFC-1 97-129 Lake TroutEggs  |PCB1701190 | 5.29166
EGLMFO7FC-1 97.129 Lake Trout Eggs  |PCB18 l .99927
EGLMFO7FC-1 97-129 Lake TroutEggs |PCB187/182 i 11.07883
EGLMF07FC-1 97-129 Lake TroutEggs |PCB180 : 23.14357
EGLMFO7FCA 97-129 Lake Trout Eggs  |PCB170/190 _i 5.34569
EGLMF09FC-1 97-129 Lake Trout Eggs  |PCB18 ]' 1.71783
EGLMFDSFC-1 87-129 Lake Jrout Eggs  |PCB187/182 13.80636
EGLMFOOFC-1 97-129 Lake Trout Eggs  |PCB180 25.55064
EGLMFO9FC-1 87-129 Lake Trout Eggs  |PCB170/190 6.97092
EGLMF10FC-1 §7-12¢ Lake Trout Eggs  |PCB18 1.93920
EGLMF10FC-1 57-129 Lake Trout Eggs  |PCB187/182 14.27640
EGLMF10FC-1 97-129 lake Trout Eggs |PCB180 27.61000
EGLMF10FC-1 97-128 Lake Trout Eggs  |PCB170/190 7.35160
EGLMF11FC-1 97-129 Lake TroutEggs |PCB18 1.26226
EGLMF11FC-1 97-129 Lake Trout Eggs  |PCB187/182 4.86818
EGLMF11FC-1 97-129 Lake Trout Eggs  |PCB180 15.22107
EGLMF11FC-1 97-129 Lake Trout Eggs  |PCB170/190 257759
EGLMF12FC-1 87-129 Lake Trout Eggs |PCB18 0.66631
EGLMF12FC1 97129 Lake Trout Eggs  |PCB187/182 B.77747
EGLMF12FC-1 597129 Lake Trout Eggs  [PCB180 20.02061
EGLMF12FC-1 97-128 Lake Trout Eggs  |PCB170/190 4.13528
WEEGQ1CP 97190 Walleye Whele  |PCB66 £33.49489
WEEGQ1CP 97-180 Waileye Whole  |PCB95 148.70538
WEEGD1CP 97-190 Walleye Whole  |PCB87/115/81 97.66867
WEEGQ1CP 97-190 Walieye Whole  |PCB118 353.89500
WEEGOICP 97-180 Walleye Whole  |PCB153 493.99963
WEEGOICP 97-150 Walleye Wnole  |PCB169 415763
WEEGQ3CP 947-190 Walleye Whole  |PCB66 £61.00181
WEEGO3CP 97-190 Walleye Whole  |[PCB95 153.82531
WEEGO3CP 97-190 Walleye Whole  |PCBB7/115/81 116.20330
WEEGO03CP 97-190 Walleye Whole  |PCB118 331.75705
WEEGO3CP 87-190 Waileye Whole  |PCB153 460.58435
WEEGO3CP 97-190 Walleye Whole  |PCB178 3,97052
WEEGQ3CP 97-190 Walieye Whole  |PCB169 4.79962
WEFR01CP 97-100 Walleye Whole  |PCB6&6 37496763
WEFRO1CP 97-180 Walleye Whole  |PCBY5 92.56827
WEFRC1CP I97190 Walleye Whole  |PCB87/115/81 42 24894
WEFRO1CP L 97-190 Walleye Whole  {PCB118 107.28683
WEFR01CP bo874190 1 Walleye Whole  |PCB153 76.24384
WEFR01CP i 97190 L Walleye Whole  |PCB169 {.30085
WEFR02CP Tﬁ 97-180 | Walleye Whole  |PCB68 342.07992
WEFRQ2CP 87-190 Walleye Whole  |PCBS5S 80.43008
WEFR02CP 97-190 Walleye Whola  |PCB87/115/81 37.63168
WEFR02CP 97-180 Walleye Whole  |PCB118 98,74544
WEFR02CP | 97-190 Walleye Whale  |PCB153 7334976

L:A392-HEBC09309.001Table | 1.xs
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Table 11

HE/88

SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE AND SRM OUTLIERS (J/UJ-10)

Concentration

Client_ID . Batch_1D Matrix Parameter (ng/g, wet)
WEFROZCP 57130 | Walleve Whoe PCRAYS 113528
WEFROzCP H7.18G Waoleyz Whoa  PCETRS 24357
WEFROSOF 2130 Hatavs Whoe POREG 444 TO1A2
WEFROGOP F7-1E0 Wallgye Whole  1PORSS ) 10524487
WEFBGCP 47,190 Waleys Whole  (PCBB7/IGAET 88 57258
WEFREACP 47160 Walleye Whole  1PCBTIS 132.32840
WEFROCP 97195 Walleye Whole  (PCEIS3 13643431
WEFRGICP 57195 Valleye Whole  PCBI7S 1.82581
WEFRDACP 87190 Walleye Whele  PCBig8 a.8e6217
WEFRO4CP 97-180) Walleye Whole  [PCEBS 23963452
WEFRG4CP 57-150 Walleye Whote  |PCBE5 50.30005
WE.FHMCD §7.1490 Walleye Whole | PCBE7A15/81 44.05128
WEERDALD &7.480 Walloys Wihiole  \PCB1IR 153.53534
WEFR4CP 57130 Walleys Whols  POBI1S3 13395744
WEFRNMCE 7180 Walleys Whole  (PCB17S 0.54151
WEFRM4CP g7 1o Vizioys Whole  PCBISS 034923
WERRDECE S7-180 ?&*’a%ye Whole (PUBEG 373.18192
WEFHOB(P 7180 Walleya Whole  [PCHSS 4828816
WEFROROP g7-180 Wallnye Whole  [PCBET/A ISR 48.37570
WEFROSCF a¥.130 Walleye Whels  (PCB1IE 10833460
WEFRGSCR 97-180 Walleye Whole  |PCB1SS 79.74663
WEFROSCP 97-180 Walleye Wiigle  |PCB178 0.75785
WEFROBCP G47-190 Walleye Whole  |PCBEB 479.60804
WEFROGCP §7-180 Wallgye Whole  [PCRSS 86.36058
WEFROATP 87.14% Walloye Whole | PCBE/1151 58.24582
WEFRGELP 87-180 Wallave Waole  |PCBS 14570583
WEFRCECP 27180 Walleye Whole  |POBIS3 124.88048
WEFHOBUP 713G Walleye Whole  [PCBY76 1.61128
WEFROBCP 97180 Walleys Whole  PUBIES 1.104158
WELGORCP 7190 Walleye Whole  PUBES 216.00470
WELGDPOP #1149 Walleye Whole  PCBES h2.68318]
WELGD2LP 97185 Walleye Whole  iPCBEI 115/ 27 77884
WELGDZCP 87.150 Walleye Whole  [PCB118 6540555
WELGOZ2CP G7-140 Walleye Whole  |PCB153 48.94966
WELGDZCP g47.15( Walleye Whole  |PCBIYS 0.72470
WE|GOZCP G7.140 Walleya Whole  1PCBI16S {1.30568
WELGE3T 47180 Walloye Whole  (PCBES 04.87027
WELGRICP G150 Wa leys Whole  [PLEIS 5565528
WELGHACR 87-180 Wailleye Whole  (PCBET/LISE 53.28813
WELGEACP 87180 Wallsye Whoie  (PCB11R 21547820
WELGHRCP §7-180 Walleve Wihole  PCBISS 18387881
WELADACP 7190 Vinslioye Wiols  (POBIYS 88256
WELGACP 87-180 Vialioye Wiole  IPCEIGSE {58878
WELGGACP 97180 Walleye Whale  (PCBSE 44008322
WELGDICP 87180 Walloye Wiale  |PCBI5 £2 28810
WELGOGP 97190 Watieye Whole  |PCBE?N1SM £1.76615
WELGACP g7-140 Walleye Whole  [PCBT1R 144 76877
WELGOACP b 879 Wallaye Whole  [PCB153 13148750
WELG4CP 47-180 Walleye Wiole  (PCETTE .8323
WELGO4CR 7180 Walleye Wiole  |PCBIGE 1.35028
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38189

Tahle 11
SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE AND SRM OUTLIERS {J/AUJ-10)
! § Concentration
Client_ID - Batch_1D Biatrix Parameter {niglg, wat}
WELGOSCP 57180 | Waleye Whole PCRSS 54211297
WL aCP 27-180 . Walleye Whoe  |PCBSS 82 25340
WELQESCP $7-180 Walleve Whats  (PCB87/115/8¢ D 85 10568
WELGISCP 97184 Walleye Whole  1PCB116 17322218
WELLOSOP 37140 Wallaye Whole  PCBIS3 {57.48073
WELGOSCP #7.180 Walaya Whole  PCBI7S 2524
WELGO5CP 57.198 Wallsye Whole  (PLBIAS 169577
WERGOHLP 87-1%¢ Walleve Whoa  IPUBSS 238G pAB48
WEWGRICP ORRE | Walleve Whole  PCBES 7742129
WEWGQIGH g 30 Walleye Whole  1PCHB7/115/81 62 33032
WEWGOICP g7-180 Walloys Whole  POB 181.62172
WEWGNCP 274190 Walleys Whole  PCB1S3 203.62350
WEWGHICP 47-190 Walleye Wholz  |PCBI?S 282219
WEWGHICP 87140 Walleys Wimiz  'PCBIED 288738
WEWGEH2CP 97-140 Walleye Whule  PCBES A56.37433
WEWGOZCP 97160 Walleye Whole  PCROS $4.4535¢
WEWGOZCP 97190 Walleye Whole | PLBS7/115/81 8150178
WEWG020P 47-190 Walleye Whole  [PCB118 17436441
WEWGH20P $7190 Walleye Whole  |PCBISR 184 22205
WEWGCP 47-184 Walleye Whale  (PCB15B 155808
WEWGDECE 47180 Walieye Whols [ PCE88 415 83033
WEWGOICP 97-190 Walleye Whole  1PCBES 100.32680
WEWGHICP a7-1490 V. oleye Whole  (PGRBT/TISMN 65.52732
WEWRNCP #7190 Wailaye Whale  |FOB1IR 187 90572
WEWGECP 97180 Walleye Whole  [PCBY53 202 40298
WEWGH3CP §7-180 Walieye Whole  [PCB176 1.80028
WEWGD3LP 97194 Walleve Whols  12CB1ED 244453
BTEGOICP §7-191 BTt Whole  PGBSS 3274072
RTEGOSCP §7-191 BTrouiwhole  [POBSS 117.30217
BYEGHACP §7181 B Teoi Whols  |POBSS 3090223
BYEGOACH 47-15% B.TroutWhale  [PCB1MB 118 73981
BTEGO3CE 97-13% ATrout Whoie  (PCB153 16843288
ATEGLICP 97-141 B.Trout Whole  (PCB138/16(y163 120115413
BTEGNICP #7181 B Trout Whole PLBIRO 42.G4412
BTRGORCP 97591 BimulWiole PUBISS 1.34341
BIEGMLCP 47181 8 Trout Whaole PrBes 2487007
BT {08CP g7-181 B Trout Whole  (PCRES 16427513
RTEGDSLP 97-181 B.Trout Whoie  {PCBIG 3842625
BTEGOSCR arie1 BYrout Whole  PCGBUIR 162 88380
BTLEGUBOP 37191 BTrntWhole  PCBISY 21158677
BTEGOALD LT B.Yrout Whole  |PCBI7R 0.77516
BTERDLRCE 8713 B Vrout Whale POB13RI1H/183 WA BTN
HTEGOSCP 87-453% 8. Trout Whsis PLB1BO 63 54570
BTEGO5LP 97181 G.Trout Whole  (PCRI8S 147454
HTUGQICF G791 1 BTsutWhele  [POBBA 3G 41482
BTUGHCH 97181 | BToutWhole |PCBES 23,7675
BTUGGCE 7191 BTt Whoie  |PCBSS 21 80728
BTUGOECR _ 87.15¢ B, Trout Whais PCBBs 7181568
WEEGGSGP 87181 Walleye Whele  (PCBEE 72 5R45
WEEGQS(P 97-491 Walleve Whole  iPCBSE 133.67184

L BRIDE. D03 Tabiet taly
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Tabie 11
SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE AND SHM OUTLIERS (JUJ-10}
I : Congentration

Chent_ID ' Batch 1D | Matrix Parameter (ng/g, wet)

WEEGUSCP  © 878y | wallye Winole  1PCBIIE 324.45248
WEERHACP 67.181 Waileye Whole | |PCBISS 464 42202
WEEGOSCP 97181, Walleye Wrole  PLBITE 440150
WEEGURCP 87191 | Walleye Whole PCBI3B/160/153 47280318
WEEGCSCP R Walgye Whole  |PCBIAD 15725847
WEEGHECP 97-181 :  Walleys Wnole  PCBIGD 517204
WEEGDSCP §7-191 Walleye Wnole | PCEE6 59383072
WEEGCECP EST Walieye Whole  PCHSS 168 17253
WEEGDECP 87131 Vialeys Whole  |PCB113 29622680
WEEGOBCP 07-151 Walleye Whole  PCB153 407 54184
WEEGO6CP 57-191 Walleye Whole  BCB176 4 43453
WEEGOECP 7191 Walleys Whole  |PCB1387180/183 41757820
WEEGOSCP 97191 Walleye Wheole | PCR16D 17409879
WEEGOGCE 97-191 Walleye Whole | PCRA6S 481514
WEEGOTOP §7-191 Wallsye Whole  PCESS 1061.45459
WEEGDTCP 27191 Wareye Whole  |PCBSS 180.11058
WEEGO7CP 97-1%1 Walieye Whole  PCBI18 57482261
WEEGO7GP 87.191 Wallaye Whole  [PCB152 77561102
WEEGGTOP 57151 Walleye Whole  \PCB176 5.23457
WEEGOTOP §7-18 Wateys Whole | PCH138A60162 710.73864
WEEGO7CP 97.191 Walleye Whole  PLB180 187 83728
WEEGQ7CP ¥7-191 Walleye Whole | PCBIES 6 24732
WEEGCACP §7-191 Walleys Whale  |PCBBS . 76271423
WEEGUSCP 97-1%1 Walleys Whaols  PCB95 153,63783
WEEGOSCP 97.11 Walleye Whole | PCB{18 466.52890
WEEGDRCP g7-191 Walleys Wnole | PCEIES B54.24885
WEEGOBCP §7.181 Walleye Whole  |PCB178 3.08746
WEEGOBCP 97-183 Walleye Whois  PCB138/180/353 505, 35534
WEEGOBCP 97-191 Waleye Whole | PCB180 166.67238
WEEGOECP 57.141 Walleye Whole  [PCB165 5.52434
WEEG100P 97191 Walleys Whols  POBGE 177042495
WEEG10CP 97-18 Walleye Whole | PLBS5 298.03958
WEEG1OCP 87191 Walleye Whole  |PCB118 083, 16688
WEEGTOCP $7-181 Walleve Whnole  [FCBIS3 107211776
WEEG10CP 87.191 Walleye Whois  PCB178 452807
WEEG 10CP 37191 Walloye Whole | PCE1381 60182 87735887
WEEGTOCP 3715 Walleye Whols  |PCBIGD 274.01263
WEEG10CP 97131 Walleve Wncle  |PCBI1ES 7 08917
WEEGI1CP 57191 Walleye Wnole  |PCBBB 45180057
WEEG1ICP 57.19] Walloys Whote  |PCBOS 11487927
WEEGICP 37132 Walleye Whole  |PCB11S 20657651
WEEGNICP G713 Walleye Whote  IPCB153 25778458
WEEGI1CR 97.181 Walleve Whols | PCBITS 321182
WEEGTICP 7191 Walleye Whole  PCB133/160/163 752.85243
WEEG11CP 7191 Walleye Whoie  |PCB180 94.76375
WEEGTICP 87-191 Walleye Whole  |PCB16% 404364
NEUGDICP 97151 | walleye Whole  PLBES 447 25055
WEUGOICP | 97181 | Walleye Whole  |PCERS 130 18852
WEUGHICP g7-131 Walleys Whele  IPCBY1S 185.12208
WEUGDICP §7-181 Wallaya Whole | PCBIS3 236.29354
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£9308-3

Table 11

/BAG

SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE AND SRM QUTLIERS {JAJJ-10)

-

E | Concentration

Client_D Batch_ID Matrix i Parameter | {ng/g, wel)

WEUGDICP [ g7-19 Walloye Whole PO 76 8870
WEUGO1CP 5 Welleys Whole  [PCB138/160163 24876818
WELGOICP 97191 Walleys Wrcle  |PCBIRC 86.76450
WEUGDICF &7-151 Walleye Whole  1PCB16S 32073
WEUGoace 97.191 Walleye Whole  [PCB6B 574 77583
WEUGDACP 97-191 Walleye Whole  |PCBoR 144,80335
WEUGO2CP 5719 Walleys Whoie  |PLB118 0848477
WELIGOICP 47,15 Walleys Whole  |PCBIE3 48097790
WEUGEICP 97191 Walieye Wngle | PGBITE 357025
WEDGGICP 97.15¢ Walleye Whale | PCBI3BAEG/163 447 BR8E7
WEUGDICP 97-191 Walleye Whole  |PCBIR0 16171550
WEUGO3CP 97491 Walleye Whole  |PCBIEQ 7.78640
BTEGOZCP 97.102 B Troul Wrole  |PCB118 9587542
BTUGIACH 47,182 B.Toul Whole  |PCBIR £3.86280
EGLMFOIWC-1 97197 LTrot Whole  |PGB118 P66.54243
EGLMFOZWC-1 97182 LTrout Wnole | PCB113 348,08430
EQLMFOIWE. 1 97192 LTroutWhole  PCR113 48E 28712
EGLMFO4WC- 1 7192 LToutWhole PLB1IE 270.69644
EGLMFOSWE-1 §7.152 L Troit Whole  |PCR118 559 75062
EGLMFOSWL-1 §7-192 L.Trout Whole  [PLRITB 237.71689
EGLMFO7WC 1 §7-152 LTrout Whoie  |PCB118 43524363
EGLMFOBWE-1 97-192 CTrotWhole  PCBI1B 23405929
EGLMF{IWC G7.102 L¥matWhole PCBIM 112,11703
EGLMFIZWC-1 9740 { Trout Whoie  |PCB118 338 44410
WEEGH2CP §7492 Walleys Wnole  |PCB118 17233158
WEEGOIOP 47-182 Walleye Wnole  PLBE169 £.42252
WEEGOSCF 97192 Walleye Whole  |FCRI18 276.74328
WEFROTCP 97192 VWalleye Whole  PCB118 312.708865
WELGHICE §7-192 Waileye Whole | POBTIR 25121135
WELGOECP 47192 Walleys Whole  |[PCB118 S1753117
WEUGDZCP 47192 Walleye Whole  PCB11B 188.14065
WEWGD4CP 97-192 Walleye Wheie  PCBI18 11,7530
SBKICTO3 57-306 Tern Eggs PCR126 7.46318
GRKICTO3 $7-306 Temn Egus PCBIZA 1.30686
96KICT10 57.506. Tem Egge PCB12E 1.23300
98KICT 10 67-306 Tern Fags PCB126 1.12070
EGLMFOIFC-1 97-508 Lake Trot Eggs | POBEG 5037475
EGLMFOIFC-Y §7.306 Lake trout Eqos  {PCBOS 14.85517
EGLMFO1FC-] 57-306 Lake Trout Eggs  |PCBSS 724453
EGLMFO7WE.1 97-308 LImat Whole  |PCBIZE 137184
EGLMFOTWE-1 57-306 LTrout Whole  |PCB126 1.98599
EGLMFGRFC.T 37306 | Lake Troutbgos  |PCBGS 3423458
EGLMFOAFC- 87-306 Lake Trout Eggs  1POBEIS 831708
EGLMFOBFC-1 97-306 Lake Trout Eggs  PLB9S £ 52R08
EGLMF0OWC-1 7-206 [ Trou Wrnle  POBOS 303.94519
EGLMFOIWC-1 372-306 [ Troul Whole  |PCB3S 83.95568
EGLMFOOWE-1 97.306 LTroul Whole | PCBES 573 50089
EGLMECWC-1 97-306 L Trout Whote | PCRGS 11781421
EGLMFOOWC -1 97-306 LIrout Whole | PLE126 217774
EGLMFOOWS-§ 97306 . Trog Whole  |PCBI2B 1.72864
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9308-3 Table 11 3/8/99
SAMPLE RESULTS QUALIFIED AS A RESULT OF BLANK SPIKE AND SRM QUTLIERS (J/UJ-10)

Concentration

Client 1D Batch_ID Matriy Parameter {ng/g, wet)

EGLMF1OWC 97306 L.iroutWhole  IPCEGE ! 168.86592
EGLMFIOWC-1 | 97-306 . L Tou Wiole  iPCASE o AAT548
EGLMFIOWC 97-306 | LTroulWhele  [PCBYZS 020755
EGUMFTIWE-1 97308 LIrowt Whale  [PCBI2E 068170
TEKIB45 97-306 Tern Eoge PCHI% (80451
WENGOACP 97-306 Walleye Whole | PGB 128 {.83064
WEWGE0ACP 97-308 Walleyr Whole  1PCB126 0.70704
BTUGO3CP 97-312 8.Trout Who ' POBYY 0.27524
BTUGOCP §7-312 8 Trout Wnols  PLREY (35850
EGLMFOTWC1 97312 L Troud Whole  PORW 025142
EGLMFOOWE-1 §7-312 L.Trout Whole  PCRYY ; 036838
EGLMFU3WC- | 874812 LYroul Whole  (PCEY? 5.20341
EGLMFOIWG ; 87-312 LTmul Whole PORY? (.23228
EOUMFOAWC ¢ 87312 {.Toul Whole  IPOBYY 330843
EGLMFBWCY | 97312 LToulWhole  PCBYY 43853
EQLMEBWC1 | 97312 LYot Winole  PCBYY {.00000
EGIMFIPWCT 1 7312 LTroul Whoie  |FCB37 815078
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C9308-3 Table 14 RGEG
SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE RPD QUTLIERS {(J/UJ-8}
: Concentration
Client 1D - Batch D Matrix Parameter {ng/g, wet}
36KICTO1 . 97126 | TemEqgs  PCEA7 0.72668
SEKICTOT { 97126 |  TJemEggs IPCBEI ! 0.99183
96KICTO! L 97128 1 TetnEges  IPCRE3 il 50,82082
9EKICTOT | 97-128 Tern Eggs  FCB13Z | 141.44357
asKICTO3 97326 Tern Eggs PCBGA 2837473
BEKICTOd 87.128 Ten Eggs  PCB1S2 32.68346
SEKICTOS $7-126 Tarmn Eggs POEI32 29 96365
IBKICTOS g7-126 Tern Eggs PORES A8 26778
96KICTG7 47126 Tem Eggs  |PCRaS 7.18822
98KICTH? g97-1268 Tem Eggs PCB132 5435061
SeKICTOS 87-126 Tem Eggs PCB1A2 3882168
9BKICTOY 97-128 Tem Eqgs  PCER3 41.85027
9BRICTI0 97128 Tem Eqgs Poaes 29.19658
SeHICTI0 #7126 Term Eggs PCBI32 265.00683
TEKIBOE 57-126 Tern Eggs  |PCB37 0.180856
 TERIBOE 97-1286 Temn Egus ~CBa1 1.22174
TEKIBOG 27126 Temn Egos PCBE3 26.17184
TEKIBOS 97-126 TerEggs  PGBT32 4216158
TEKIB1S 87-126 Tem Eq0s PCRI32 32.27604
TERIBIS G7-128 Tem Eggs POBE3 38,3291 1
TEKIBZ4 97128 Tem Eggs PCB37 $.20807
TEKIBZ24 87128 Temn Eggs PB81Y 0.71252
TEKIB24 97126 Tern Eggs PCRER 21.17520
TEKIB24 87126 Tam Enas FOB132 54.5302¢
TEKIB30 y7-126 Tern Eoos POBIT 017747
TEKIB3G G7-126 Tern Eqgs  POBET 051214
TEKIB30 97-128 Tern Eggs PCHEB3 17.85585
TEKIB30 87126 Tem Egas PCRIG2 42.98764
TEKIB48 97-126 TemEges  |PCBE3 31.78048
TEKIB48 §7-126 Tem Eogs PLEBIgZ 52.20608
TEKIBED 67-126 Tem Egos  |PCRY7 828751
TEKIBSO 97126 Tem Eggs PCBet 063817
TEKIBEO a7-128 Tem Egys  PCB63 3024157
TEKIBEO 87126 TernEgos  1PCB132 8148318
EGLMEQIFC-1 §7-128 | Lake Trowt Eggs |PCBY7 0.11488
EGLMFOIFC-1 97-129 | Lake Trout Eggs |PCR12E 005915
EGLMFO2FC-1 947120 Lake Trout Eggs [PCB77 1.31113
EGLMFGZFG-Y 97120 | Lake Trout Egos (PORB126 U.31115
EGLMFO3FC-1 97-129 | Lake Trout Egos FCB77 0.52803
EGLMFO3FC-1 87-129 | Lake Trout Eqgs POB1ZD 0.17619
EGLMFO4F(C-1 §7.129 Lake Trowt Eags |PCBY7 0.85347
EGLMFO4FC-1 97-128 | Lake Trout Eggs PCB128 0.18730
EGLMFOEFC-1 47-128 ¢ Lake Trout Eggs PORBYY 122824
EGLMFOSFC-1 97-128 | Lake Trout Eggs {PCB126 031402
EGLMFOBF(CW1 97-129 | Lake Trout Eggs PCB7Y 1.13212
EGLMFOBFC-1 | 87129 Lake Trout Egys (PCB126 0.25061
EGLMFO?FC.1 | §7.128 Lake Trout Eggs [POB?Y 1.36861
EGLMFO7FC-1 §7-128 | Lake Trout Eggs (POBYZE 0.32807
EGLMFOBFG-1 §7-12a T Lake Trout Eggs POBT7 0.21401
L 003 MRLOAN OO Tebie 1k 2ix Page 1 0i8 zcolhem,



CR308-3

Tabig 14

3/B/08

SAMPLE RESULTS QUALIFED AS A RESULT OF DUPLICATE RPD QUTLIERS {J/LUJ-9)

i Congenteation
Client 1D Batch i Matrix Parameter {ng/g, wet)
EGLMFOSFC.1 & 07.12§ | Lake Trout Eges |PCB77 1.25098
EGLMFOAFC-1 | 97-129 ! Lake Troul Egys PCE128 0.34722
EGLMFIOFC-1 1 47-128 | Lake Trout Eqgs [PCHE7Y 2 09536
EGLMFIOFC-t | B7-128 Lake Trout £Eggs [POB128 $.47840
EGLMFTIFC-1 + 87-12¢ | Lake Trout Eggs [FCB77 0.85280
EGLMEIIFC.Y | 97129 @ Lake Trout Eggs PCBI2E 0.07803
EGLMFI2FC-1 g7-129 | Lake Trout Enas (PCB77 0,15534
EGLMF12FC-1 97-128  Lake Trout Eggs PCB12S (.19373
ATEGHICP 97-191 B.Trout Whole (PCBS8S 30%.21380
BTEGUICP 97-191 B.Trout Whols  PCESS 402.69181
BTEGOACP 97-191 B.Trout Whole |PCBSS 326.33864
BTEGOSCR 97191 B.Trout Whote |PCBSS 454,54958]
BTUGDICP §7-181 B.Trout Whole |PCBES 378.32038
BTUGORCP 97-191 £ Trout Whole  POBBS 3e27.73007
BTUGOACR 97-181 | B.Troui Whole [PCBSS 328.96003
BTUGOSCP 47-191 B.Trout Whole [PCBESE 342.65271
WEEGOSCP 97151 Walleye Whote |PCB85 2162,84313
WEEGQOECF g7-191 Walleve Whols PCBES 1943.58612
WEEGQ70P 97151 Wailleye Whole |PCE8S 2167.03630
WEEGQBCP 47-151 Wallaye Whole |PCB8S 213326683
WEEGIOCP 57-181 | Walleye Whole |PCBES 2205.65340
WEEG11CP 97-19% | Walleye Whole PCBES 1382.98217
WELUGOICP g7-131 Waileye Whole PUBBS 1344.32135
WEUGO3CF 97.191 Wallsye Whole |PCBS8s 2364,90738
BTEGOSCP g7.182 B.Trout Whele  |PCB8S 781.61935
BTEGOZCP 97.192 8.Trout Whole PCB1BD 4181185
BTUGOICP §7.198 | B.Trout Whole [PUBES 28518542
BTUGOACP §7-192 B8 Troul Whole |[PCB18D 2308871
EGLMFGIWC-1 97-182 L.Troyt Whole  |PCBBS 261314572
EGLMFS1WC-1 97.192 L Trout Whote | PCB180 127.66807
EGLMFO2WC-1 87192 L.Trout Whole (PCBES 2701.26525
EGLMFORZWC-1 §7-182 L.Trout Whole [PCBIB0 1£8.63264
EGUMFOBWC-1 97-182 | Trout Whole [PCEBS 9A52.854 78
EGLMFO3IWC-1 97-182 L.Trout Whoie PUB180 201 47521
EGLMFO4WC-1 97-192 L. Trout Whole (PCB8S 2614,91561
EGLMFDAWC-1 §7.192 L. Trout Whole |POB180 133,07266
EGLMEOSWE-1 a7-182 L.Trout Whale  |PCBES 2074 80254
EGLMFOSWC-1 47-192 L. Trout Whols  1PCB180 226.42078
EGLMFOBWC-1 | 97192 L.Trout Whole PCBSS 2628 62183
EGLMFOBWC-1 87.142 L.Trout Whole [PCR180 129.3531
EGLMFO7TWC1 97-1972 L. Trout Whote |PCBES 2128.52628
EGLMFO7TWC-1 87182 L. Trout Whole iPCB180 179.67450
EGLMFO8WC-1 ¥7-182 L Traut Whole |PCBES 2808,76791
EGLMFOSWC-1 897-192 1. Trout Whole PCB1&0 114,007%)
EGLMFITWC-1 97-192 L. Troui Wnole |PCEB5 1212.53804
EGLMF11WC-3 97-192 L.Trout Whole PCR180 58.45950
EGLMF12WC-1 G7-199 L. Trout Whole [PCHESE 2141 05985
EGLMF12WC-1 37-192 t.Trout Whole |[PCBi80 140.56961
WEEGQ2OP g7-192 Walleye Whols 1PCBSS 84790876
L RENCD0208 DTN anve 4 05 Page 2ol 8 EcoChen,
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LCa30%-3 Table 14 3/8/88
SAMPLE RESLULTS QUALIFIED AS A RESULT OF GUPLICATE RPD DUTLIERS (J/UJ-9)
| i Concentration

ClientiID | BatchID | Matrix ' Parameter | {ng/g, wed)

WEEGQZCP §7-192 | Walleye Whole IPCB180 ’ 52.98027
WELGOICP 97-192 | Walleye Whoie PCBSS 1987 90088
WEEG09CP 57192 Walleye Whole |PCBE180 131.83004
WEFRO7ZOP Q@7-192 Walieye Whole [POBBS 1123.27009
WEFRQ7LP 97-192 | Walleye Whole [PCB180 37 85564
WELGRICP 87-192 Walleye Whole |PCB8S 1287 49659
WELGQICP 97182 Walieys Whole 1PCBISD 104.00942
WELGUBCP 97-192 | Walleye Whole PCEHSS 161034567
WELGOBLP g7-192 Walleye Whole |POR18Q _1556.97690
WEUGE2CP 97-182 Walleye Whole |PCBEBS 124330206
WEUGO2CP 87-192 Walleve Whole 1PCBTB0 8288603
WEWGOMCP 97192 Walleye Whole |POBSS 399.66711
WEWGU4CP $7.142 Walleye Whaie IPCBI180 43.51320
FBKICTOS Q7274 Tem Eags PCB126 1.26048
B6KICTO7 97-274 TemnEgos  |PCHIZE 0.81603
Y6KICTOS B7-274 Tem Eogs PLE126 3.924908
BTEGOZCP 97-274 B.Trout Whole  PCBE120 0.54150
EGLMFOBWC-1 a7-274 L. Vrout Whole  [PCBIZS 0.2987g
TEKIB1S B7-274 TernEggs [PCB126 0.67831
WEFRO)7CP 87-274 Walleye Whole (PCE126 {.85158
WEFRO7CP §7-274 Walleye Whole 1PLB128 (47479
WELGOLOF g87-274 Walleye Whole 1PCB128 1.14246
EGLMFNFC-1 97-308 | Lake Trout Eggs (PUB31 9.64066
EGLMFO1FC-1 87-306__ | Lake Trout Eggs ;PCB28 13.92704
EGLMFGIFC-1 ¢7.3068 | Lake Trout Eggs |PCBS2 2568797
EGLMFO1FC-1 97-306  Lake Trout Egas (POBMY 1618334
EGLMFIFC-1 97-306 | Lake Trout Bgns POB47RS 13.86808
EGLMFGTFC-1 97-306 | Lake Trout Eggs [PCB44 17.32018
EGLMFO1#C-1 97-308 Lake Trout Eggs {PCB42/37 4510304
EGLMFO1FC-1 87306 | Lake Trout Eggs PCBE3 5.29990
EGLMFO1FC-1 97-306 . Lake Trout Eggs PCE74 19.84732
EGLMEO1FC g7.30G6 Lake Trout Eggs (PCBY0/76 36.24314
EGLMFOIFC 87-306 Lake Trout BEags |POBES 50.37475
EGLMFOIFC-1 | 97-306 | Lake Trout Eggs 'PCBIS 1495817
EGLMFOFC-1 87-306 Lake Trout BEggs (F.B31 818757
EGLMFOIFC 97-306 Lake Trout Egos |PCBGE/E0 1717025
EGLMFOIFCH 97-308 Lake Trout Eggs (POEYR 31.21620
EGLMFO{FC-1 §7-306 | Lake Troui Eggs PCBE4 17.83270
EGLMFOIFCA $7-30% Lake Trout Eggs PCE101A0 4116818
EGLMFQ1FCY 97-308 | Lake Troui Bggs (PCBO9 3850618
EGLMFOEC-3 B7-308 Lake Trout Eggs (PUBE3 5416870
EGLMFI FC-1 97-306 | Lake Trout Eggs |[PCBSY 1316928
EGLMFOIFC-1 97.308 | Lake Trout kgas POB87/115/81 15.33698
EGLMFO1EC-1 97-306_ Lake Troul Eggs (PCHES  21.88658
EGLMFOTFC-1 57308 Lake Trout Eggs iPCB1I0TY 4625477
EGLMFGIFC §7-306 | Lake Trout £ggs FCBB2 537565
EGQLMPOMFC-1 97306 Lake Trout Eges PCB1AY G.34463
EGLMFOTFC-1 #7.308 Lake Trout Eggs (PCB135/144 B97465
|EGLMFQTFC-1 67-306 | Lake Troul Eggs IPCB107/147 10.85050
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C9305-3 Table 14 3/8/9%
SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE RPD QUTLIERS (J/UJ-9)

] Concentration

Client 1D Bateh 1D Matrix Parameter {ng/g, wal)

EGLMFOTFC-1 97-306 | Lake Trout Eags PCB145/122 a 26.73250
EGLMFOFC-1 97-306 | Lake Trout £ggs PGB8 £0.28380
EGLMFDIFC-1 | 87306 | Laka Trout Eggs |PCBI31 847346
EGLMFO1FC-1 | 97306 | Lake Troui Eggs |PCB146 | 1431531
EGLMFOIFC-1 T 97-308 | Lake Trout BEggs [PCB153 7338141
EGLMFO1FC-3 §7-306 | Lake Trout Eggs PCB132 ; 782117
EGLMFOIFC-1 97-306 | Lake Trout Eygs PCB105 i 26.44523
EGLMFGIFC-1 87-306 | Lake Trout Eggs (PCB147/179 _ 6.94832
[EGLMFO1FC-1 97-306 | Lake Trout Eggs [PCBY7H 7.56233
EGLMFGIFCA 87.306 | Lake Trout Egys (POH130 542227
EGLMFOIFC-Y 97.306  Lake Trouf Eggs [PCB136/160/163 76.54443
EGLMFO1FC-1 | 97-306 | Lake Trout Eggs ,PCB178 433121
EGLMFRIFC-1 §7.306 | Lake Trout Eggs PCB187/182 19.25785
EGLMFOTFG 97-306 | Lake Trouwt Eggs PCB183 7.29070
EGLMFGIFC-1 97-306 | Lake Trout Eggs 1PCE128 13.23936
EGLMFOIFC 87-308 Lake Trout BEggs (POCB174 i §.01848
EGLMFO1FC-1 97-308 | Lake Trout Eggs (PCB177 837137
EGLMFDIFC-1 87306 Lake Trout Eggs (PCB171/202 598787
EGLMFOTIFC-1 | 97-306 | Lake Troul Eggs PCB158 7.84473
EGLMFO1FC-1 97.306 | Lake Trout Eggs PCH160 41,70070
EGLMFDTFC-1 97-306 | Lake Troul Egas PCB170/190 ¢.80318
EGLMFG1FC-1 97.308 | Lake Trout Eugs [PCB199 B.40219
EGLMFO1FC-1 97-306 | Lake Trout BEggs [PCB203/196 §.104G8
EGLMFG1FC 97-306 | Lake Trout Egos (PCBST £.28588
EGLMFO1F(-1 87-306  Lake Trout Eggs |PCB28 1.55210
EGLMFO1FC-1 97306 | Lake Trout Bggs PCR&Y 12.73544
EGLMFOIFC 97-308 | Lake Trout Eggs PCBA4Y 906152
EGLMFOTFC-1 97-306 | Lake Trout Eggs POB47/75 218207
EGLMFC1FC-1 57306 Lake Trout Eggs [PCB44 8.072608
EGLMFO1FC-1 97-306 | Lake Trout Egos |PORB4R/37 213729
EGLMFO1FC-1 87-306 | Lake Trout BEggs (PODBE3 3.52482
EGLMFOIFC1 97-306 | Lake Trout Eggs |PCB74 9.97517
EGLMFOIFC-1 87-306 | Lake Trout Eggs 'BCB70/78 1738217
 EGUMFO1 FC-1 87-306 | Leka Trout £Eggs (PCBGB 25.18554
ECLMFQIFC-1 87-306 | Lake Trout Eggs PCBSS 7.24453
[EGLMFO1FC-1 97-306 | i.ake Trout Eggs PCBSY 87247
EGLMFO1FC-1 97-308  Lake Trout Enns | PCBSG/60 9.00404
EGLMFO1FC-1 97308 | Lake Trout Eggs POBS2 4.48948
EGLMFOFC.1 87-308 | Lake Trout Egas |POBEY 8653712
EGLMFOIFC-1 97-3068 . Lake Trout Eggs (PCB101/80 20.13333
EGLMFO1FC-1 87-3068 | Lake Trout Eggs (PCEOY 18.71490
EGLMFO1FC-1 97-308 | Lake Trout Eggs |PCB83 2.82260
EGLMFOIFC-1 97-306 | Leke Trout BEggs |POBI7 8.03594
EGULMFO1FC-1 87.306 | Lake Troul Eggs [POBEZ/115/M1 | 7.67238
EGLMFOIFG-1 97-308 | Lake Trout Egus (POBES £.56886
EGLMFOTFG-1 97-308 | Lake Trout Eggs |PGE110/77 2150640
EGLMFQ1FC-1 87-308 | Lake Troul Eggs |PCBS2 3.05387
EGLMFOIFC-1 | 97-308 | Lake Trout Eggs (POB15Y 2.893704
EGLMFOIFC-1 | ©7-306 1 Lake Troui Egas [PCB1356/144 4.14697
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Tabie 14

3/8/99

SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE RPD OQUTLIERS (J/UJ-9)

Concentration

Clignt ID ! Batch D Matrix Parameter {ng/g, wet)

EGLMFDIFC-1 97-308 | Lake Trout Eggs PCB107/147 4.98443
EGLMFO1FC- 97-306 . Lake Trout Ecos POB149/423 13.07534
EGLMFO1FG-1 §7-306 | Lake Trout Egas [POB118 27.92534
EGLMFO1FC-1 87-308 | Lake Trout Eogos PCB131 3.82945
EGLMFOTFC- G7-308 Lake Trout Egas [POE145 £.65185
EGLMFO1FC 97-306 | Lake Trouf Eqgs PUB153 33.040686
EGLMFO1EC-1 97-306 | Lake Troul Eggs 1PCB132 3.44824
EGLMFO1FC-1 97.306 | Lake Trowt Eggs |POBI0S 1347929
EGLMFO1EC1 97-306 | Lake Trout Eggs |PCB141/179 3.0476G4
EGLMFO1FC-1 87-306 | Lake Trout Eggs |POB176 3.36918
EGLMFQ1FC-1 97-306 | Lake Trout Egos |PCB130 248316
EGLMFO1FC-1 g7-306 Lake Trout Egas |POB138/160/163 JLB1557
EGLMFO1RC-1 87-306 1 Lake Trouwt Egas (POBT78 1.68678
EGLMFO1FCA 87-306 | Lake Trout Eqgs [PCR187/182 8.83485
EGLMFO1FC-1 87-306 Lake Troul Eaas [PCEB183 315067
EGLMFO1+C-1 §7-308 | Lake Trout Bgas |POB128 8.12500
EGLMFO1FC-1 g7-306 | Lake Trowt BEaos [PCET74 2.94988
EGLMFGiFC-1 97-306 | Lake Trout Egas POR177 2.83081
EGLMFOIFC-1 §7-308 | Lake Trout Eqas [PCE171/202 2.51793
EGLMFO1FC-1 g7-306 @ Lake Trout Eqgs (PCB156 3.37980
EGLMFO1FC-1 g7-306 Lake Trout Eqos [PCB180 18.117581
EGLMFOIFCA1 87-308 | Lake Trout Edas IPCB170/190 4.78783
EGLMFOtFC-1 B7-306  Lake Trout Eoos (POB19Y 2 BR85S
EGLMFO1ECA 87-306  Lake Trout Bgos 1PCB20G/186 2.71288
EGLMFOEFCA1 97-308 | Lake Trout Egas [POB3Y 831117
EGLMFOSFC-1 97-308 | Lake Trout Egus [PCBPE 9.36571
EGLMFO8FC-1 §7-306 | Lake Troul BEaas (POBSD 1881621
EGLMFOSFC-1 97-306 | Lake Troul Egos (POR4R 12 26067
EGLMFOEFC 87-308 | Lake Trout Eogs POBAY/7E 815484
EGLMFEOBFC-1 ¢7.308 | Lake Trout Eggs (POB44 10.68083
EGLMF08FC-1 §7-306 | Lake Trout Eggs (PCB74 13.68577
EGLMFO8F(-1 §7-306 | Lake Trout Bags POR70/76 23.31798
EGLMFO8FC-1 Q47-306 | Lake Troul Egos IPCBEE 3423408
EGLMF08FC-1 §7-306 | Lake Trout Bggs 1POBGS 831788
EGLMFOBFC-1 §7-308 | Lake Trout Eous (IPCHEGY &.67480
EGUMFOBFC-1 47-306 | Lake Troul Eags IPCBOE/B0 11.04218
EGLMFOBFC-1 §7-306 | Lake Trout Egos (PCBO2 728528
EGLMFOEFOA G7.308 Lake Trout Boas (PCBS4 10.80060
EGLMFCBFT-1 87-306 | Lake Troul Egos IPCB101/80 28.82540
EGLMFOBFC-1 87-306 | Lake Trout Egos 1PCBGY 24.86200
EGLMFO8FC-1 g7-306 | Lake Troul Eggs 1PCBAY 834002
EGLMFOBFG-1 §7-306 Lake Trout Egas POBET/T1S/ET 16.24881
EGLMI0BFC-1 897-306 | Lake Trout Egps PCBES 7.25385
EGLMFQO8FC-1 §7-306 | Lake Trout Egue PCB110/77 2851837
EGLMFDBFC-Y 97-306 | Lake Trout Egos PORB135/144 §.68289
EGLMFOEFC-1 87-306 Leke Trowt Eogs (POB107/147 6.10809
EGLMFDBFC 1 a7-306  Lake Troul Eggs (FOB148/123 18.93813
EGLMFO8FC-1 g97-306  Lake Trout Eggs (POB1IR 37.14209
EGLMFO8FC-4 97-306 | Laeke Troul Bggs POB131 441087
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Table 14
SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE BPD QUTLIERS {JAJJ-9)
Cancentration

Client 1D Baloh (D Matrix Paramater ng/y. wet)

EGLMFGEFC-Y 97-308 Lake Trout Eggs PCB148 8.78281
EGLMFOBFC-1 97-305 Laks Trout Egos iPCBIS3 43.08300
EGLMFOBFC-1 97-306  Lake Trout Eygs iPCB132 5.67085
EGLMFO8F(C.1 87-306 | Lake Trout Eggs PUB10S 17.04239
EGLMFOSFL-1 §7-306 [ Lake Trout Eggs 'PCB138/160/163 4495573
EGLMFGarc-1 97-306 | Lake Trout Eggs PCB187/182 1271532
EGLMFOSFC-1 | §7-306 | Lake Troul Egos IPCB183 440287
EGLMFO8FC. 1 §7-306_ | Lake Traut Eggs PCB128 8.26785
EGLMFORFC- 87-306 | Laks Trout Eggs PCB174 442233
EGLMFOFC-1 87-308 | Lake Trout Eggs [PCBIT? 4,05929
EGLMFO8FC-1 §7«308 | Lake Troul Eggs [PCR180 26.67698
EGLMFO8FC-1 §7-306 | Lake Trout Eggs PCB170/180 7.64534
EGLMFOBFC-1 g7-308 Lake Trout Euns PCE138 423778
EGLMPOBFC-1 §7-308 Lake Trout Eggs [PUCBZ03/186 397885
EGLMFOBFC-1 97-308 | Lake Trout £ggs (POB3Y 3.30849
EGQGLMFOBFC.Y 87-306 Lake Trout Eggs (POR28 4.64253
EGLMFQ8FC-1 §7.300 | Lake Trouwt Eggs PORS2 8.868023
EGLMFOBFC-1 §7.306 | Lake Trout Egos (FCB49 8.77687
B MFOEFC §7-306 | Lake Trout Eggs PCB47/75 4.97820)
EGLMFGEFL-1 §7-308 | Lake Troyi Eggs |PCBA4 548886
EGLMFOEEC-1 97-83068 | Lake Trout Eggs (FCB74 7.17638
EGLMFO8FC-1 97-306  take Trout Eggs (PCB70/76 1202751
EGLMFOBFC-1 §7-306 | Lake Trout Eggs PCREE 17.12695
EGLMFOSFC 97-308 | Lake Trout Eggs (PCBYY 3.05990
EGLMPGBFCH 87-308 Lake Trout Egas (PCRESE0 5.77021
EGLMFOBFC-1 97-306 | Lake Trout Eggs {PCHA2 4.01769
EGLMFOBFC-1 97-30& | Lake Trout Eggs (PCB&4 556016
EGLMFO8FC-1 97306 | Lake Trout Eggs POB1GIM0 15.766886
EGLMFOSFC-1 §7-306 | Lake Trout Eggs PCBSS 13.2080935
EGLMFOSFC-1 §7-208 | Lake Trout Egns |PCBSY 4.48255
EGLMFPOBFC-1 97-306 | Lake Trout Engs |PCBB7/115/81 581721
EGLMFOBFC-1 87-308 | Lake Trout Eggs PCBS&S 408101
EGLMFO8FC-1 g7-306 | Lake Trout Eggs [PCB1IDIT7T 15.59464
EGLMFOEFLA §7.306 | Lake Trout Eggs |PCEB135/144 2.81721
EGLMFGEFC-1 57-306 _ Lake Trout Egus (POB107/147 3.50430
EGLMFOBFC-1 §7-306 | Lake Trout BEaus IPCB149/123 90.47838
EGLMFOBFC-1 97-306 Lake Trout Egqgs [PCB118 19.71831
EGLMFOBFC-1 97-306 | Lake Jrout Eggs PCB131 262037
EGLMFOBFC-1 37-306 | Lake Troul Eggs |PCB148 4.80787
EGLMEOBF o1 G7-308 | Lake Trout Eggs PCB153 24.76250
EGLMFOBFC-1 97-308 | Lake Trout £Eggs POB132 3.01015
EGLMFOEFC-1 §7-308 | Lake Trout Eggs PCB10S 9.38188
ELMFOBFC-Y g7-306 | Lake Trout Egqgs |PCB138/160/183 25586820
EGLMFO8FC-1 57.306 | Lake Trout Eggs |PCB187/182 718357
EGLMFO8FCw1 g97-308 Lake Trout Eggs (PGE183 256356
EGLMFDBFC-1 97.306 | Lake Troul Eggs iPCB128 4.38571
EGLMFOBFC-1 97.306 | Lake Trout Eggs PCB174 252370
EGLMFOBFC-1 | 97-306 | Lake Trout Eggs [PCB177 2.23742
EGLMFOSFC- 47-306 | Lake Trout Eqgs [PCB180 14230953
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Table 14
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SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE RPD QUTLIERS (JALJ-9)

Cuncentration

L RN MENCOMATH 00T Tablai 4. xls

ClientiD Bateh (D Matrix Parameter {ng/g, wel)

EGLMFOBFC-1 47-308 | Lake Trout Eges (POB170/190 403807
EGLMFOBFC-1 $7-306 i Lake TroutEggs PCB1OY 2.44245
EGLMFOBFC-1 97-306 | Lake Trout Eggs |PCB203/196 232817
EGLMFi0WC-1 47-3086 L.Trout Whoie |PC8H31 3175677
EGLMF10WGC-1 a7-306 L. Trout Whole |PCB28 43,80925
EGLMF1OWEA g7-306 L. Trout Whols | PCBS2 #7 26316
&= GLMF1OWE-1 87306 L. Trout Whale  PCB4S 54 65789
EGLMF10WC-1 G730 L. Trout Whole (PUB4S7/7S 50 54028
EGLMF1aWC.1 37.308 L. Trout Whole 1PCB44 4583421
EGLMF10WC-1 §7.306 L.Trout Whole PCBE3 2805564
EGLMFP10WO-1 §7-308 L.Trout Wiale PCR74 78.956802
EGLMF10WCY 97-308 L.Troul Whole PLB70/76 115.54286
EGLMF10WC-1 97.308 L Trout Whole |PCB6G 168 BBO02
EGLMF 10WC-1 g7-3086 L. Trout Whole  |PCBOS 44. 75489
EGLMF10WC-1 47-306 L.Trout Whole |PCBS1 26,90789
EGLMF10WC-1 a7-306 L.Trout Whole | PGBBE/GD 4920150
EGLMF10WC-1 a47-306 L.Trout Whate  PCROD 28765278
EGLMF1O0WC-1 47306 L.Trout Whole  PLBB4 59.242886
EGLMF10WC-1 47.306 UTroul Whols  PUBID1/G0 154 70038
EGLMFIOWC-1 97-306 L.Trout Whols  (PCBES 135 20865
EGLMF10WE1 97306 L. Trout Whele [POBS7 4886318
EGLMF10WG-1 67-3086 LT Whole  |PCBS7/115/81 S8 95226
EGLMF10WE1 87.306 LTrout Whole [PCBBS 50,13872
EGLMF1OWC-1 97.306 L. Trout Whole |PCB110/77 130,58835
EGLMF1OWC-1 97.306 L. Trout Whole PCBSZ 21.43308
EGLMF10WC- 1 97.306 LTrout Whole 1PCB151 25.89023
EGLMF10WG-1 47308 L Trout Whole PCB135/144 31.78173
EGLMFIOWE-1 47-308 LYrout Whole IPCB107/147 3538008
EGEMF1OWC. §7-306 L.Trout Whole (POB148/123 108.41015
EGLMFIOWC-1 97306 LTrout Whole (RPCB118 204 98977
EGLMF10WC1 a97.308 L.Trowt Whole |PCB131 20.74774
EGLME1OWC-1 497-306 L.Trout Whole |[POB146 53 16015
EGLMF10WC1 97-306 L.Trout Whoie |PCB153 27065526
EGLMF10WC-1 a47-306 L.Troul Whole [PCB132 37,74962
EGLMF1OWC-1 §7.308 L.Trow Whole |[PCB10S 8766429
EGLMF10WO- Q7306 L.Trout Whole IPOB141/178 21,85301
EGLMF1OWC-1 §7-308 L.Troul Whole [ PCB175 2341654
EGLMF10WE-1 97306 t Troul Whole PCB13D 18.09248
EGLMFIOWC-1 97.308 L.Trout Whole  POB13B/180/163 £28.50802
EGLMF1OWC-1 a7-308 L. Trout Whaie PCB178 19.40602
EGLMF1OWC-5 87-306 L.Trout Whoie PCB1B7/182 8818722
EGLMF10WC-1 97.306 L.Trout Whele (PCB183 23 80677
EGLMF1OWC-1 a7.306 | L.Trout Whole [FCB128 43 90038
EGLMF1OWC-1 a47.306 L.Trout Whole | PCB174 20 V8872
EGLMF1oWC-1 a7.306 L.Trout Whote (PCB177 26,36015
EGLMF10WC-1 G7.306 L Trout Whote POBI7V20Z2 2088120
EGLMF1O0WC1 97-308 | L Trout Whale PCB1SE 28 97030
EGLMF1O0WC- G7.508 LTrout Whole  PUBISD 182.99774
EGLMF10WC-3 47.308 L. Trout Whole  POR170/190 4172707
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Tabla 14
SAMPLE RESULTS QUALIFIED AS A RESULT OF DUPLICATE BPO OUTUIERS (J/UJ-9)
Concentration
Client 1D Batch 1D Matrix Parameler {ng/g, wel)
EGLMF10WC-1 $7-306 L.Trout Whole  PCR189 26.92293
EGLMFI0WC A 97-308 L. Trout Whole PCB203/198 28.33808
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APPENDIX C
PROCEDURE AND RESULTS OF WATERFOWL COLLECTION BY USFWS
IN THE ASSESSMENT AREA, 1997

Standard Operating Procedure for Collection, Preparation, Transport and Storage of
Samples

Report by Dr. T. Custer et al. to USFWS, Green Bay Office




STANDARD OPERATING PROCEDURE FOR THE
COLLECTION, PREPARATION, TRANSPORT, AND STORAGE OF
WATERFOWL CARCASSES FROM GREEN BAY, WISCONSIN

1. INTRODUCTION AND STUDY OBJECTIVES

This Standard Operatimg Procedure (SOP) contains the objectives, methods, and approaches for
the collection, preparation, transport, and storage of waterfowl carcasses to be collected from
Green Bay, Wisconsin, for the Fox River/Green Bay Natural Resouree Damage Assessment
(NRDA)}. Waterfow! tissues will be analyzed for contaminamis by an analytical laboratory. A
subsequent SOP wil] describe the luboratory analvtical methads that will be cinployed,

The objective of the study 5w

» deterrninie organochlorine eoncentrations in carcasses and breast muscle tissue of
waterfow! breeding and wintering in Green Bay and the lower Fox River, Wisconsin.

Adult waterfow! will be collected during two periods in the winier of 1957/1988
{September/October and October/November), and during the 1988 nesting season and wil] be

analyzed for organochlorines, including PUBs. The field team leader Tor the collections will be Dr.
Thomas Custer (U.8. Geological Survey, Upper Mississippt Science Center, LaCrosse, Wl

2. FIELD PROCEDURES

2.1 WarterrowL COLLECTION LOCATIONS

During the winter of 1987, waterfow] distribution and abundance will be measured through aerial
surveys of the Fox River and Green Bay by Wiseonsin DNR. Local hunters may also assist in
identifying suitable areas to collect waterfowl.

2.2 WATERFOWL COLLECTION

A variety of collectian methods may be employed. These include but may not be limited to {)
shooting from a fast-moving boat, 2) shooting from a skull boat, 3) jump shooting birds from
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shore. 4} or bunting from a blind oy lay-oul boat, The team leader or his representative wall be
present during all collections.

The species and numbers of Dirds that will be collected are shown i Table 1.

Table |
Proposed waterfowl sapipling effore for winter 1997
Numbers actually collected may tws lower amfor species disiributions may change, depending on availability
of birds.
Namber 10 be Collected Number to be Anslyzed
SeptiOct OetNoy
Species Sept/Oet Oct/Nov Carcoss* Breast Larcass*® Breast

Lesser Scaup 10 10 3 o <! 10
Comenon f 13 0 0 3 t
{Goldeneye
Red-breasted o to i ¢ 3 16 ;"
Mergansor*® )
Mallagd** & 0 3 5 0 0 s
* Carcass sampies will be randomiy selected from among tic total sample.
~x Mailards and mergansers (10 each} will also be collectad (n the surmmers of 1997 angd 189K,
Summary; Maximum of BG samples for O analyses

{n collection, each bird will be given a unique numerical identifier in the fleld. This number will
be written on 2 Lag and the tag tied to one leg. All idenufication numbers will be recorded m the
field logbook, The dentification system for waterfow! samples collected for contaminant analyses
consists of the following code:

WEXX-YY-00
where:
’ WF is a two-lelter code designating the waterfow] collection effort.
v XX is a unigue [wo-letter code designating the collection location
. YY is a waterfow] species identifier (e.g.0 LS = legser scaup, eid}
. 80 is a unigue twa-number code designaling the number assigned to this individual.

Waterfow! will be numbered starting at *01.”
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Once uniquely identified, cach bird will be placed in separate self-sealing plastic bags for transport
Lo the USFWS Field Office in Green Bay.

2.3 FIELp DOCUMENTATION

The field team will document its sampling activities and fiekd measureiments i a dedicated,
paginated, bound fizkd logbook. Sampling locations will be clearly identificd on photocopies of
appropriate topographical maps and described in the field notebook. Entries in the field notebook
and map marking will be done with waterproof ink, and corrections will be made with a single line
through the error accompanied by the correction date and corrector’s mitials. The field team
teader will be responsible for maintenance and proper archiving of ihese field notebooks.

The following information will be recorded in the field logbooks:

site and project name

each samplet’s name and professional affifiation

date and time of collection, field activity, or field measurement
exact localion of coliection

method of collection

identification numbers of samples collected

number and type of samples collected

any ifficulties encountered or necessary deviations from this SOP
any other pertinent field observations.

¥ ¥ ¥ ¥ ¥ v ¥ ¥ %

Maps will be marked with a sampling location code, &.g., Kl for Kidney Island, wrilten within a
circle. The field notebook page number corresponding to each sampling location will be marked
adjacent to the sampling location circle.

Upon completion of each day’s field activities, the notes will be reviewed by the field recorder and
samnpler and any necessary corrections made. The field recorder will sign and date each page.

2.4  PROCESSING AND STORAGE OF WATERFOWL TISSUES

The field team leader or a designated representative will transport the waterfowl to the USFWS
Field Office in Green Bay. Immediately on returning from the field to the laboratory, the birds will
be weighed and wing length measured. Measurements will be made using an electronic bulunce
and a ruler and will include:

» wing length {ro the clpsest 1.0 mm).
» weight (1o the closest 8.1g).
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> SEX.

v age,

These measurements will be recorded in the field notebook.

After the above measurements are taken, the birds will be plucked, the contents of the esophagus,
proventriculus and gizzard removed. The right sidc of the breast and associaled skin will then be

surgically removed.

After each dissection, the surgical equipment and the cutting board or table surface on which the
dissections tuke place will be decontaminated according to the following procedure:

r pre-wash, using deionized water and scrub brush as necessary
> rinse thoroughly with ultra-clean acetone

» rinse thoroughly with ultra-clean hexane

> rinsc again with ultra-clean acelone

> rinse thoroughly three times with deionized water.

The breast and associated skin will be weighed and wrapped in aluminum foil and sealed in an
individual plastic bag. The remainder of the carcass will be weighed and wrapped in aluminum foil
and sealed in an individual plastic bag. The letter ‘M’ for muscle or a ‘C’ for carcass (see below)
will be attached to the labels as appropriatc. The samples will be stored in a freezer before
shipment to the analytical laboratory. The final identification system for waterfowl samples
collected for contaminant analyses consists of the following code:

WF-XX-YY-00-T
where:

r T is a one-letter code designating the waterfowl tissue (C = carcass, M = hreast
muscle}

2.5 CHAIN oF CUSTODY

The chain of eustody will start when warerfowl are collected. Each bird will be given a unique
numerical identifter in the field. This number will be written on a tag and the tag attached to the
carcass. Once identified in this way, the waterfowl collected during each sampling event will be
placed (each sample within its own self-sealing plastic bag) in a comnnunal container under the
custody of Dr. Tom Custer or a designaled stand-in. Each of the self sealing plastic bags will be
labeled with the appropriate sample identifier. The bags will be stored frozen in one or more
shipping containers which will be sealed with custody seals (to detect unauthorized tampering
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with samples after sample collection until the lime of use or analysis), and conlain chain of
custody forms with the following information, as appropriate:

> project name

> waterfow] identifiers {unique for cach samplc)

> name and signature of field recorder

> date and time of beginning of sample collection

> chain of custody seal number

» signatures of persons involved in the chain of possession
> inclusive dates and times of possession

> method and date of sample shipment.

At the appropriate time, the entire sealed container(s) will be shipped to the analytical laboratory.

The designated field sample eustodian will be personally respensible for the care and custody of
the samples until they are transferred or properly dispatched. A sample is in the custody of an
individual if any of the following occur:

. The sample is in the individual's possession.

» The sample is within view after being in possession.

4 The sample is in a locked or sealed container that prevents tampering afier being in
possession.

. The sample is in a designated secure area.

Every transfer of custody will be noted with the date and time of transfer and signed for on the
chain of custedy record. The number of custody transters will be kept to a minimum.

2.7 FIELD EQUIPMENT

The following list of equipment will be required in the field:

4 SQPs (one copy for each team member)
» waders/hip boots (all crew members)

» field log books

g marking pens and pencils

> labels and labeling tape

» string

» self-sealing plastic bags

» chain of custody forms and seals

» shotguns and shells (steel shot})
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2.8  DEvVIATIONS FroM THIS SOP

If field conditions necessitate any deviations from this SOP the Field Teans Leader will document
themn in the field nete book and in an addendum to this SOP,

iy

4
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Concentrations of polychlorinated biphenyls in tissues of waterfowl

from Green Bay, Wisconsin and nearby Lake Michigan
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"1 8. Geological Survey, Upper Midwest Environmental Sciences Center,
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Introduction

Groen Bay is contaminated with potychlorinated biphenyls (PCBs), most of which
reportedly originated from the deinking and repulping of carbonless paper at paper mills on the
Fox River (Fig. 1) (Sullivan et gl 19873} Elevated PUB concentrations have been docutmented in
Green Bay sediment {Sullivan er af. 1983, Hermanson ez al. 1991, Aokley e al, 1992, Velleux
and Endicot 1994, Manchester-Neesvig ef al. 1996), fish {Sullivan er of. 1983}, and birds
{Ankiey et al. 1993, Custer and Custer 1993, Harris er o, 1993, Rattner et af. 1993, Hoffman ¢r
al. 1993, Kubtak ef al 1989, Custer er ¢f, [998, Custer ez 2/, 1999). The Wisconsiu Department
of Natural Resouarces {WDNR}) has issued a consumption advisory on mallards {Angs
plaryrhynchos) obtained from Green Bay, Wisconsin because of high levels of PCBs in their
rissues.

Zebra mussels {Dreissena polymorpha) have reached high densities in the Great Lakes,
mcluding Green Bay, since their introduction in the mid 1980s.  Densities of zebra mussels over
- 700,000/m” have been reported at power plants on Lake Erie (Kovalak er al. 1993) and as many
as 342,000m” on fish-spawning reefs in Lake Erie (Leach 1993). Zebra mussel biomass can be
as high as 3.6 kg/m? (Custer and Custer 1997), The bicaccumulation capacities of zebra tmussels
{Brieger and Huner 1993, Busch and Schuchardt 1991, Mersch o7 al. 1992) may ephance the
transter of contanminants 10 waterfow! {de Kock and Bowmer 1993}, Comaminants, if high
enough, san sepatively affect walerfow! repreduction {de Kock and Bowmmer 1993) or may have
secondary effests as a eontaminant source for Bald Eagles (Heliaeetus leucocephalus). other

raptors, and humans.
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Waterfow! are now migrating through and wintering in pares of the Great Lakes in larger

numbers than they had o oediiely prior w the zebry maasse] mvasion (Woonington und Louch
1992 This increasc has probably beco due 1o the presence of zebra mussels, a now abundant
and easily captured food souree.

Zebra roussels are the primary food now for lesser scaup (Avihya afftnis) and common
goldeneve (Bucephala clangula)y in the Great Laokes, especially in westera Lake Erie (Custer and
Custer 1996, Hamilton et al. 1994). Nmety-eight percent of lesser scaup diet, 79% of common
goldeneye diet, 24% of bufflehead {Bucephala alheola) diet, but < 10% of canvasback (Aythya
valisineria) diet are now zebra mussels (Custer and Custer 1996). The consequences of this food
shift are mostly unknown, however, the polential for contarminant transfer may be juigh. The
Crreat Lakes are an arca of known contamination {Government of Canada 1991). Diving ducks
collected in the Detroit River in 1980 had high organochlorine concentrations (Smith ez al.
1985). Chlorinated hydroearbon contaminants were still present in waterfow! fror the Detroit
River in the early 1990s (Mazak et af, 1997).

Human constmption advisory levels for PCB congentrations in edible pouliry are
available for Canada (0.5 ug/g lipid weight, Health and Welfare Canada {991) and the United
States {3.0 ug/g hpid weight, FIXA 1979). Funhermore, PCB concentrations can be compared to
the “do not eat” cutegory (1.9 ugfg wel weight) under proposed guidelines for a uniform Great
Lakes sport fish consumption advisory (Anderson ef al. 19931,

The obiective of the study was to determine whether PCB concentrations in tissues of
waterfowl breeding and wintering in Green Bay, Wisconsin exceeded human consumption

advisory levels.



Methods

Waterfow! were colleciod by shotgun using steel shot i Green Bay and Lake Michigan
during June to November 1997 under appropriate state and federal collecting permits. After
collection, the birds were weighed (0.1 g) in the laboratory and in the case of lesser and greatey
scaup the wing length (1.0 mm} was measured. The breast of the birds was placked and the right
side of the breast and associated skin were then surgically removed, The breast and associated
skin were individaally weighed, wrapped in aluininom foil, sealed in an individaal plastic bag,
and frozen at =20 °C. Agc and sex of waterfow] was determined using plumage and cloacal
characieristics (Carney 1964). The remainder of the carcass was weighed, wrapped in aluminum
foil, sealed in an individual plastic bag, and frozen at -20 °C.

The following organochiorines were analyzed in waterfowl muscle and skin samples by
Mississippi State Chemical Laboraory, Mississippi State, Mississippl, USA: -, B-,v-and &-
hexachloroeyclohexane {HUH): @ and & chlordane; oxychlordune; cis-nonachlor; trans-

- nonachlor; dieldrin; endrin; hexachlorobenzene (HCB): heptachlor epoxide; mirex; toxaphene;
o,p-dichlorodiphenyldichloroethang(DDD); o,p'-dichlorodiphenyldichloroetyiene (DDE); o.p*-
dichlorodiphenyltrichlorocthane (DDTY; p,p-DDD;, p,pDDE, p.p-DDT; and total PCBs.
Samples were homogenized, mixed with sodivm sulfate and soxhlel extracted with hexane.
After the lipid determination, lpids were removed by florisil column chromatography.
Following silicic acid colomn chromatography, pesticides and total PCBs were determined by
eleciron capture gas chromatograply. Total PCBs were estimated based on Aroclor equivalents.
The nominal ot of detection tor organochlorines 0.01 jig/g wet weight, except for mallards

which was 0.02 yug/g. The number of spikes, dupbcates and blanks was 10% of the total number
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of samples analyzed, Concentrations were not adjusted for recovery which averaged 90% for
all organochlorines. QOrganochlorine concentrations in breast muscle without skin, skin
associated with the hreast muscle, and hreast muscle with skin are reported on a wet weight and
lipid weight basis. Breast muscle from all waterfowl collected were analyzed for
organochlorincs. Because ol budgetary constraints, not all the skins associated with breast

muscle were analyzed for organochlorines.

Results and Discussion

Watertow| were collected from three locations in Green Bay and Lake Michigan in 1997
(Fig. 1). For mallards collected in June {(n=10, Tahles 1 and 2) breast muscle of 3, 4, and ()} birds
were above the Canadian PCB consumption advisory (0.5 ug/g lipid weight, Health and Welfare
Canada 1991}, United States PCB consumption advisory (3.0 pg/g lipid weight, FDA 1979), and
the Great Lakes sport fish consumption advisory (1.9 pg/g wet weight, Anderson et al. 1993),
respectively. When skin was added to the muscle, all 10 samples were above the Canadian
criteria, 8 were above the United States criteria, and none were above the Great Lakes sport fish
consumption advisory (Table 1). We suspect that the mallards were resident individuals that
had nested earlier ncar or in southern Green Bay. This conclusion is based on the collection
date (June 12™) which is earlier than the Fall migration. Additionally, many of the birds
collected were paired.

One lesser scaup was ohtained during the June 12" ¢collection (Table 2). We suspect that
this individual was injured or sick and did not migrate in the fall of 1996. If that individual was

a resident in Green Bay, PCB concentrations in tissues suggest that >8 months (September 1996



6
tor June 1997} exposure to contammants from prey items in Graen Bay brought 8°s muscle PCB

concentrations above the Canadian and United Stales PCB ponltry consumption advisores,
Concentrations of PCUBs in the breast muscle alone did not exceed the Great Lakes spont fish
constuption advisory, However, when the breast muscle of this individual was analyzed with
the associated skin, PCB concentrations did exceed the Grest Lakes sport fish consumption
alvisory,

‘The vesults suggest limited PCB exposure to hunters consuming migratling diving ducks
shot near Poing au Sabie, especially  breast mascle 5 consumed without skin attached. PCB
concentralious in breast nuscles of only twa of 34 diving ducks collected from Point an Sable
during Octeber and November (Tables 1, 3, and 4) were above Canadian consumption
guidetines, United States consumption guidelines, and the Great Lakes sport fish consumption
advisory, When skin ways added {o the muscle (n=23), 13 samples were above the Canadian
cansumpuicn guidelines, 4 above United States consumption puidelines, and nore above the
Gireat Lakes sport fish consumption advisory.  The data suggest that the time period froms arrival
-+ of diving ducks in Green Bay umti collection (late-Octaber to mid-November 19971 was ton
short 1o allow sigaificant accumalation of PCBs.

Based on United States PCB consumption guidelines for poullry, mergansers shot in
Lake Michigan in northers Door County should not be eaten. Of 14 diving ducks coliected 1n
Lake Michigan near the nonhern end of Door County in September and November, the breast
muscle of 13 were above Canadian and United States consumption guidelines (Tables |, 5, and
&) One individual was above the Greal Lakes sport fish consimiption advisory,  Based on

actively growing flight feathers, this immatusc female common merganser was raised locally.

.,



.
Concentrations of total PCBs in muscle with skin attached are probably represcntative of

PCB concentrations in whole carcasscs. The ratio of PCB wel weight in musele with skin to
PCB wet weight in muscle without skin averaged 4.2 (range 1.5to 7, n=8). This is very similar
to the PCB breast muscle to carcass ratio {mean = 4.1, range =3.3 to 4.8) of sentinel mallards

measured in another study (Custer er al. 1996).

Conclusions

These results suggest that resident waterfowl in Green Bay accumulate PCBs to
concentrations above the human consumption advisory for poultry in Canada and the United

States. Tissues of migraring diving ducks shot in early fall and winter in Green Bay are

generally not above human consumption advisory levels for PCBs. Based on PCB

L goLEET
T

= concentrations in tissucs, merganscrs shot in Lake Michigan near Door County should not be

cdlen,
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Figure 1. Locations (hatched ellipses) in Green Hay and Lake Michigan where waterfow!
were collected during June to Novemher, 1997.
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Table i. Summary of the number of watcrfowl coflected near Green Bay, Wisconsin that
exceeded PCB human consumption advisory levels for poultry in Canada {3.05 ug/g lipid weight),
pouliry in the United States (3.0 ug/z lipid weight}, and figh in the Great Lakes (1.9 ugfg wet

weighi},
No. ol ducks with PCB concentrations exceeding human
heaith eriteria
Brenst muscle wilh B
Breast musche skin attachesd
Great Great
Location No. Canada US. lakes No. Canada 8.8, Lakes
Southern Green Bay 103 5 4 s 10 10 8 0
Point au Sabls 34 2 2 y) 23 {2 4 0
Door County 14 13 13 i — - . -

e ol measured



¥,

Table 2. PCB concetrations (ig/g lipid weight and pg/e wet weight) in skin and bhreast
muscle of one lesser scaup and len mallards collected in southern Green Bay on June 12,

1997, Level of delection was 0.02 ug/g wet weight.

!

PCBs pg/fe liput weight

PCBs jg/e wel weight

Skin + Skin +
Cat. 1D Species Sex  Age  Muscle  Skin imuscle Muscle  Skin muscle
GBMDO! Mallard M A ND' 28 20 ND 10 o
GBMDOZ2 Mallaed ¥ A ND 33 2.2 ND 1.2 .1
GBMDO(G3 Maljayd ¥ A ND 13.0 8.0 ND 34 0.3
GBMDNOE Mallard M A ND 82 45 ND 29 6.3
GBMDOGS Maliard M A 15.0 212 198 .2 6.6 0.8
GBMDG6 Mallard M A 6.6 215 154 4.1 5.1 0.6
GBMDO7 Mallard M A 13.9 IR7 174 0.2 52 0K
GBMIDXGE Mallard F A 2.8 o 96 0.4 4.2 8
GBMDGS Mallard M A ND 158 356 ND 1.8 0.2
GBMD10 Maliard M A 59 000160 0.1 80 07
GBLS1I lLesserscautp M A 6.3 218 233 {Lo 95 10

"M = male, F = female

? A = adult

Y ND = indicates not detectled



Table 3. PCH concetrations {(ig/g lipid weight and pig/y wet weight} in skin and breast
muscle of diving ducks coliccted from Point au Sable, southern Greens Bay on October 27,
197, Level of detection was §.01 pug/g wet weight,

PUBs pg/e lipid weight PCBs pgle wet weght
SKin + Skin+
CarlD Species Sex Age Muscle Skin muscle Muscle  Skin muscle
GBLS12 Greater scaup M' T ND' 20 1.6 ND LT 02
GBLSI3 Greater scaup  F I ND 36 3.1 ND 1.7 83
GBLS 4 Greaterscaup M | ND 12 08 ND 03 605
GBLSIS Greater scaup  F I ND 04 03 ND 0.2 0.03
GBLS16 Greaterscavp  F ! ND 26 22 N> L7 64
GBLSI1S Greaterscanp M 1 ND 02 02 ND 02 04
GBLS17 Lesserscanp F A NI £ 3 S ND 19 04
GBLS1Y Lesserscaup M | ND 08 0.6 N 05 02
GBCN20 Cunvasback M | ND S ND - -
GBRDZY Ruddy dock F I ND . - ND - .
OBGEZZ  Common M A 14.5 13.5 14.1 03,25 1.4 04

goldeneye

"M = male, F = female
1 = inunature, A = adult
*ND = not detected

? . indicates no analysis



Table 4. PUB concerrations {pg/g lipid weight and jLg/g wet weighty in skin and breasl

muscle of diving ducks collected from Point au Sable, southern Green Bay on Noveber

12-13, 1997, Level of detection was 0.07 ug/s wet weight.

PCHBs ug/p lipkd weight PCBs pg/g wet weight
Sk ¢ SKkin +
Cat.ID Snecies Sex Age  Muscle  Skin muscie Muscle  Skig  muscle
GBLS23 Greater scaup M' A2 NI 38 33 ND 22 04
GBLS24 Lesserscoup M A NIy 26 24 KD 20 486
GBLS2S lLesserscaup M 1 ND 1.3 12 ND 1.1 64
GBLS26 lesserscaoup M A 48 5.1 5.1 0. 28 07
GBLS27 lesserscaup M | ND O3 2.5 N g 03
GBLS28  Lesserscaup F I ND 15 14 NI L3 06
GRBLS2Z9  Lesserscaup M1 N 04 04 ND 03 01
GBLS30 Lesserscaup M 1 NB 89 Q8 ND 07 02
GBLS31 lesserscaup M | ND LG 09 ND a7 02
GBBH32 Bufflehead F ool ND - ND - -
GBBH33 Bufflehead F I N 48 04 ND 04 01
GBBH34 Buffliehead F 1 ND - - ND - -
GBBH3S Bufflehead F 1 ND - - ND - -
GBBH36 Bufflehead M ND - - ND - -
GBBH37 DBufilehead M 1 ND - - ND - -
GBBH38 Bufflehead M A ND 18 14 ND 14 04
GBBH39 Bufflchead M I ND - - ND -
GBRD4G Ruddy duck F A ND - - ND - -
GBGE41 Common F I ND 01 0.1 ND 0.04  0.01
goldeneve
GBGE42 Common F 1 ND 1.6 1.5 NI 2 03
Goldeneye
GBGE43 Common M 1 NEB 41 0l ND a1 002
goldencye
GBWS44 White-winged F 1 ND - - ND - -
Scoter
GBWS4S White-winged F I ND - - ND -

seoler

"M = male, F = fermale

* A= adult, | = immature
? NI = not detected

‘. indicates no analysi



Taldle 5. PCB concentrations {pg/g lipid weight and pg/g wet weight) in skin and breast
mustie of diving ducks collected from Bailleys Harbor and Newport Beach, Lake Michigan
on September 16-17, 1997, Level of detection was 0.0 pg/g wet weight.

PCBs pg/e lipid weight PCHs g/g wet weight
Skin + Skin +
{at il Soecies Sex Ape Musele  Skin muscle Muscle  Skin  muscle
GBGED!  Commen M A 3.5 202 - .
goldeneye
GBRDO1  Ruddy F A 4.6 - - .1 - -
duck
GBRMO1 Red-breasted F A NI 85 5.2 ND 26 05
merganser
GBRMOZ Red-breasted F I 253 - - 1.0 - -
merganser

"M = male, F = female

® A = adulr. [ = immature
* - inglicates no analysis
* N = not detected
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Table 6. PCD concetrations (g/g Hpid welght and pg/g wer weight} in skin and breast
muscle of diving ducks callected 10 northern Door County in Lake Michigan on

September 22 and September 26%, 1997, Level of detection was 0.01 Jp/g wot weight,

PCBs pg/g lipid weight

PCBy pg/g wet weight

merganser

Skin + Skin <

CatID Species Sex Age Muscle Skin muscie Muscle  Skin  muscle

GBPI49  Common Mor 8.3 A - 0.1 - .
MErganser

GBNP30 Common E ! 3735 - - 4.3 -
merganser

" GBPIEZ Common F I 36.3 . - .6 - -
frRrganser

GBPI53  Common F A 274 - - 0.5 -
merganser

{xBP1534 Common F i 257 - - 0.4 - -
merganser

GBDISS  Common ¥ A 303 . .5 -
merganser

GBDISS  Common M0 108 - - 0.2 - -
merganser

GBDIS7?7  Common M I 6.8 - . 6.2 .
merganser

GEBNPS] Red-breasted F A 369 - - .8 - -
MEFRANSEr

GBHISE Red-breasted T A 11.4 - - .3 - -

"M = male, F = female
* A = adult, T = immature
¥ = indicutes no analysis
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