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Summary in Swedish

Bromerade flamskyddsmedel & amnen som anvands bl ai elektronisk utrustning,
textilier, plaster och byggmaterial for att forhindra att brand uppkommer. Under de
senaste decennierna har 6kande halter av en typ av flamskyddsmedel, némligen de
polybromerade difenyletrarna (PBDEer) pavisatsi olika biologiska prover (Sellstrom
1999; de Wit 2000). Detta & orovackande med tanke pa att dessa amnen till strukturen
liknar valkanda miljogifter sdsom polyklorerade bifenyler (PCBer) och dioxiner, och
déarfor misstanks liksom dessa ha potential for 1angvaga transport, bioackumulation och
biologiska effekter. For myndigheter och miljdansvariga &r det av stort intresse att
klarlagga hur flodet av dessa amnen ser ut i miljon, for att kunna avgora var resurser bor
laggas in for métningar eller eventuella uts ppsreduktioner. Innan detta gors pa lokal
niva, ar det dock viktigt att skaffa sig en allmén uppfattning om amnets egenskaper,
emissioner och beteende i miljon for att sedan stegvis arbeta sig fram till en detaljerad
och platsspecifik beskrivning av det omrade man &r séarskilt intresserad av.

Mackay et al. (1996 a,b,c) har beskrivit en femstegsprocess dar syftet & att med hjdp av
s k multimedia fugacitetsmodeller utvéardera vad som sannolikt sker med ett amne néar
det kommer ut i miljon. Ett gatte riskbedémande steg lades till av MacLeod och
Mackay (1999) dér uppskattade koncentrationer jamfordes med aktuella gransvarden, i
den méan sadana fanns. Processen innebar:

1) Klassificering av amnet samt bestdmning av fysikalisk-kemiska egenskaper

2) Insamling av emissionsdata samt bakgrundsnivaer

3) Generell beddmning av kemikaliens upptradande i miljon

4) Regional beddmning inklusive validering om mgjligt

5) Lokal, platsspecifik beddmning inklusive validering om mgjligt

6) Jamforelse mellan uppskattade koncentrationer med s k " predicted no effect
concentrations (PNEC)”

Liksom for manga andra @amnen som under senare & uppmaétts i miljon, réder det stor
brist patillforlitliga uppgifter om PBDEers fysikalisk-kemiska egenskaper, men &ven
om anvéandning, fléden, emissioner samt forekomst i miljon. Genom att tilldmpa denna
fem- eller sexstegsprocessi ett inledande skede kan man fa en forsta uppfattning om var
de storsta kunskapsluckorna ligger och var resurser bor séttasin for vidare forskning.
Palm et al. (manuskript) utforde de fyraforsta stegen for PBDEer, i syfte att identifiera
de kunskapsluckor och databrister som foreligger for dessa amnen. Resultaten fran den
studien visade att fysikalisk-kemiska egenskaper fortfarande ar bristfalliga, att fa
métningar har gjorts paforekomst i miljon samt att emissionsuppskattningar &r osakra.

Syftet med detta projekt har varit att komplettera ovan ndmnda hel hetsbedémning
genom att utfora det femte steget i processen, dvs en loka beddmning av férdelningen i
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miljén av PBDEer. Tre kongener studeras narmare, ndmligen 2,2',4,4’ -tetraBDE (BDE
47), 2,2' 4,4’ 5-pentaBDE (BDE 99) samt decaBDE (BDE 209). Urvalet gjordes med
utgangspunkt fran tillganglighet av fysikalisk-kemiska data samt kongenernas
forekomst i miljon och i kommersiella produkter. Det omrade som valts ut &r centrala
Stockholm, av den anledningen att det har relativt sett finns goda uppgifter pa
forekomsten i miljon av de aktuella kongenerna, samt att denna typ av amnen forvantas
forekommai stérre mangder i tétbefolkad stadsmiljo, eftersom dess anvandning till stor
del & populationsberoende.

For att kunna utféra studien har en multimedia fugacitetsmodell dver centrala
Stockholm utvecklats. | arbetet med modellen, som & programmerad i Excel och som vi
kallar CeStoc, har ingatt att bestdmma specifika varden for centrala Stockholm pa ett
stort antal miljoparametrar, sdsom exempelvis luftens residenstid, halter av organiskt
kol i jord, vattenvolymer och procentuell andel bebyggd mark. | vissafall har specifika
varden for Stockholm g gétt att fa fram, varfor schablonvarden antagitsi dess stélle.
Ekvationernai modellen och nédvandiga miljéparametrar har baserats pa existerande
fugacitetsmodeller som beskrivitsi ett flertal publikationer (t ex Mackay 1991; Mackay
and Paterson 1991; Mackay et a. 1996a,b,c). CeStoc kalibrerades férst mot en PAH
(fluoranten) dér data pa halter i miljon och emissioner var relativt |&ttillgangliga.
Resultaten fran testkérningen visar att modellen forutsager koncentrationer som
generellt dverensstdmmer med uppmétta véarden, och kan déarfor anses vara tillampbar
&ven pa andra @amnen. Darefter kérdes CeStoc for de tre PBDE-kongenerna. Validering
med uppmétta halter gjordes aven for dessa dmnen dar det var majligt, och verens-
stammel sen mellan modellvarden och faktiska varden ansags tillfredsstéllande.

Resultatet fran CeStoc-modelleringen indikerar att majoriteten av de PBDEer som
sldpps ut i luft i centrala Stockholm transporteras ut ur omradet med luft, istéllet for att
deponeras pa mark och stadsytor. Det innebér att Stockholm sannolikt &r en kallatill
fororeningar for andra omraden. Foljaktligen & mojligheten stor att infléde vialuft och
vatten fran andra omraden kan paverka halternai Stockholm, varfor en undersokning av
bakgrundshalter i inkommande luft och vatten vore av stort varde. Av de PBDEer som
emitterastill jord och vatten stannar dock majoriteten kvar i omrédet. Dessa emissioner
beddms vara lagre &n emissioner till luft, men det finns stor osakerhet i emissions-
uppskattningarna, varfor noggrannare studier 6ver emissionsmedium rekommenderas.

Med de emissionsuppskattningar som gjortsi denna studie, &r jord det medium dar
majoriteten av PBDE:erna hamnar, tétt foljd av sediment. Dessa tva medier star
tillsammans for ca 98 % av den kvarvarande mangden PBDEer i systemet.

Bromeringsgraden tycks inte paverka halternai Stockholm i nagon storre utstréckning,
vilket delvis kan bero pa det stora utflodet ur omrédet. Palm et al. (manuskript) visade
dock att det finns indikationer pa att bromeringsgraden paverkar fordelningen i en
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generell, mer storskalig milj6. Noggrannare uppgifter pa fysikalisk-kemiska egenskaper
kravs innan entydiga slutsatser kan dras om bromeringsgradens inverkan.

Predikterade halter av individuella PBDE-kongener i vatten och sediment ligger i
samma storleksordning som uppmétta halter av individuella PCB-kongener i samma
medier i Stockholm och Ostersjon. Detta tyder pa att PBDEer mycket val skulle kunna
vara ett nytt “PCB-problem”, och att dess grad av miljopaverkan & ungefar densamma
som PCBernas.

CeStoc har visat sig tillampbar pafluoranten samt tre PBDE-kongener. Modellen kan i
framtiden med fordel anvéandas &ven pa andra organiska amnen for att studera
fordelning och transport i centrala Stockholm. Exempel pa anvandningsomraden &r:

e Som en nodvandig lank mellan materialflodesanalyser (MFA) och
miljoovervakning. Med MFA identifieras emissionskallor och storleken pa dessa
uppskattas. Dessa emissionsdata kan sedan anvandas i modellen och predikterade
halter kan valideras med miljoévervakningsdata.

e Vidett initialt screening-skede av nya organiska amnen. Modellen kan hjapatill att
identifiera de kemikalier som & mest troliga att uppvisa lang persistens, samt kan ge
en indikation pavilka medier som & de troligaste recipienterna.

e Som underlag vid utveckling av métprogram, av samma anledning som ovan.

Det skall dock podngteras att CeStoc alltid bor ses som ett delverktyg i en storre
beddmningsprocess, dar ovan ndmnda fem- eller sexstegsprocess rekommenderas som
utgangspunkt nér ett nytt amnes fordelning och persistensi miljon skall studeras.
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Abstract

A local-scale assessment of the environmental fate of three congeners of
polybrominated diphenyl ethers (PBDES) has been performed for the centre of
Stockholm. The partitioning properties and main transport processes of these congeners
in Stockholm are identified using a site-specific multimedia fugacity model, called
CeStoc, that was developed and parameterised for the area of interest. CeStoc was based
on level I11 and IV fugacity models by Mackay (1991), Mackay and Paterson (1991)
and Diamond et al. (manuscript). Five compartments were included: air, water, soil,
sediment and an organic film covering the impervious surfaces in the city. The model
was satisfactory calibrated with the PAH fluoranthene, before it was run for the
compounds of interest. Validation with environmental levels of PBDES was made where
possible, showing reasonable agreement with model results. According to the CeStoc
results, the mgjority of the PBDES emitted are transported out of the region through air
advection, implying that Stockholm may act as a source for chemical release to other
regions. The largest sink for PBDEs in Stockholm is soil, closely followed by sediment,
the two compartments together accounting for about 98 % of the total amount remaining
in the system. The degree of bromination does not seem to have a large impact on the
environmental distribution in this area, but further research on e.g. physical-chemical
properties is necessary before this can be finally concluded. Predicted concentrations of
individual PBDE congeners in sediment and water lie in the same range as measured
levels of individual PCB-congeners, indicating that PBDES could have an

environmental impact of about the same size as the PCBs.
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1 Introduction

Ever since humans first started to evolve they have been affecting the environment in
one way or another. The fashions for this have varied over time and today we livein a
“chemical society” where lots of known and unknown chemicals are being released to
the environment. In several cases, chemicals believed to be harmless have later turned
out to be just the opposite. Well-known examples of this are the polychlorinated
biphenyls (PCBs) and dichlorodiphenyltrichloroethane (DDT). Recently, brominated
flame retardants (BFRS), one type of these being polybrominated diphenyl ethers
(PBDEsS) (Fig 1) have raised the environmental concern. The main reasons for the
interest in these compounds are the increasing levels in some biological samples
(Sellstrém 1999) and the structural resemblance to well-known pollutants such as PCBs
and polychlorinated dioxins.

Br BI’y

X

Figure 1. The general structure of
a polybrominated diphenyl ether (PBDE).

An appropriate method for predicting environmental occurrence and distribution of
chemicalsin general and PBDEs in particular would be useful for legislative and
voluntary control. Mackay et al. (1996 a,b,c) outlined afive-stage strategy for assessing
the environmental fate of organic chemicals using multimedia fugacity models. This
strategy involves classification of the chemical, estimation of emissions, evaluative
assessment of fate, regional far-field evaluation and local near-field evaluation of fate.
MacL eod and Mackay (1999) added a sixth stage of risk assessment to this procedure,
including estimations of toxicity.

Palm et al. (manuscript) recently performed the first four stages evaluating the fate of
PBDEs. The current study accounts for the fifth stage, with the centre of Stockholm
being the area of interest. Stockholm was chosen because of the characteristics of the
chemicals studied. PBDEs are mainly distributed through products, especially electronic
devices and plastics, and due to the high population density the amountsin alarge city
are expected to be high compared to the levels in other environmental type regions.
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An accurate fugacity model of the city of Stockholm would also be very useful for
future assessments of the fate of chemicalsin the area. The model could be applied to
any organic chemical, with afew exceptions, given sufficient data on physical-chemical
properties and emission rates. If environmental levels are well-known it could also be
used to estimate emissions and perhaps background levels of a particular chemical in
the region.

To environmental authorities, such amodel would be useful, in that respect that it could
act as anecessary link between material flow analysis (MFAS) and environmental
monitoring, and thus reconcile emission estimates with observed environmental levels.
Also, it could be used in initial screening-projects as a ranking method, that could help
selecting those chemicals that are most likely to be environmentally persistent and thus
have potential to cause harm. Thiswould be valuable for the development of monitoring
programmes of different chemicals.

1.1 Aim of project

The aim of this project was to devel op a site-specific fugacity model for the centre of
Stockholm and to study the environmental distribution of three selected PBDE
congenersin this area, as well as the importance of the degree of bromination by using
the diphenyl ether as areference compound. The model isintended to be applicable also
for evaluation of the environmental fate of other organic non-ionic chemicalsin the
region.
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2 Background

2.1 Brominated flame retardants

During the last decade, the environmental concern about brominated flame retardants
(BFRs) such as polybrominated diphenyl ethers (PBDES) has increased. This has been
most apparent in Sweden, where the first signs of increasing environmental levels were
detected, but also in the rest of Scandinavia. Lately the interest has spread to other parts
of the world as well. The reasons for this concern are the suggested similarity of PBDEs
to notorious environmental pollutants such as PCBs and chlorinated dioxins, their
toxicological impact on exposed animals with endocrine disrupting effects (WHO 1994)
and their rapidly increasing concentration in the environment (Sellstrom 1999). PBDEs
are also believed to be so-called POPs, (persistent organic pollutants), subjected to long-
range transport. There are presently several investigations going on, concerning the risk
and fate of PBDESs. In the EU, a comprehensive risk assessment has been undertaken for
these chemicals (EU 2000, EU 1998), resulting in a European ban of the
pentabrominated compound (ECB 2000). PBDESs are also candidates to the UN-ECE
convention on POPs (UN-ECE CLRTAP Expert group, 2000). A European ban need
not necessarily imply that the release to the Swedish environment will cease. The
compounds may still enter the country through imported flame retarded products and
thus leach out during use.

There are two different kinds of flame retardants; those used as reactives and those used
as additives. Reactive flame retardants are incorporated in the product, an application
that is common in plastics, where flame retardants are chemically bound to the plastic
polymer. These compounds are considered not easily removed from the product, but
may leach out if not completely reacted. The percentage non-reacted chemical present
in aproduct has been reported to be negligible (Larssen et al. 1999). Nevertheless, other
studies have shown high environmental levels of tetrabromo-bisphenol A (TBBPA)
(§6din 2000), a BFR which is exclusively used as reactive, and therefore contradicts
the theory of non-mobility. Flame retardants that are used as additives are on the
contrary only mixed into the product or applied onto the surface, and therefore these
kinds of BFRs have a higher potential to leaching out into the surrounding environment.
PBDEs are soldly used as additives, which is one reason for the great environmental
concern.

PBDEs are used as flame retardants mainly in plastics, electronic devices and textiles.
There are three technical mixtures that are used, viz. PeBDE or penta-blend, OcBDE
and DeBDE. Each mixture contains several different congeners, the compositions being
shown in Table 1. There are 209 possible PBDE congeners, with the number of bromine
atoms raising from one to ten. They are numbered after the same system as the PCBs.
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Table 1. Composition of commercial PBDE flame retardants (de Wit 2000).

Technical Tetra-BDEs  Penta- Hexa-BDEs  Hepta- Octa-BDEs Nona-BDEs Deca-BDE
mixture (%) BDEs (%) (%) BDEs (%) (%) (%) (%)
PeBDE 24-38 50-60 4-8
OcBDE - - 10-12 44 31-35 10-11 <1l
DeBDE <3 97-98

During the last years the use of PBDES as flame retardants has decreased in Sweden,
and today the more harmful pentaBDE mixture has almost vanished from the market
(B-O Lund pers. comm.). However, the more common deca-brominated compound is
still in use and there is a possibility that this compound may be photolytically
degradable to lower brominated and more harmful congeners, which was shownin a
laboratory experiment by Sellstrom et al. (1998). PBDEs also enter the country through
imported flame retarded products, and may due to this be released in the environment.

Despite the increasing environmental concern about these compounds, little is known
about their properties and environmental behaviour. Until recently, only commercial
products were available as anal ytical standards and therefore, analysis and
characterisation of individual PBDE congeners has until now been very difficult. Still,
thereisalack of reliable methods to analyse the most common compound, the
decabrominated diphenyl ether.

The efficiency and cheapness of PBDESs have caused a widespread use and today they
are found globally in the environment (Sellstrém 1999). They have even been found in
sperm whales (de Boer et al.1998) and pilot whales (Lindstrom et al. 1999) in the
Atlantic, which reveal s something about their distribution properties since sperm whales
take their food deep down in the oceans.

2.2 The five-stage strategy

In order to evaluate the environmental fate of PBDES, as well as other commercially
emerging chemicals, an effective and structured strategy is needed. New restrictions
concerning product choices and the substitution principle also require an instrument for
industrial companies to evaluate the environmental fate of the chemicals used. Mackay
et a. (1996 a,b,c) outlined a five-stage strategy for evaluating the environmental fate of
chemicals and a sixth stage was added by MacL eod and Mackay (1999) (Fig 2).

This strategy involves classification of the chemical asatype |-V chemical, where type
| chemicals are solublein al media, type Il are involatile compounds and type 111 are
non-water soluble compounds. Type IV chemicals are insoluble in air and water and
type V are chemicalsthat exist as severa different species (for example ionising

10
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compounds) (Mackay et al. 1996a). Different chemical types have different partitioning
properties and thus, input data have to be modified for each type. Generaly, typelll, IV
and V modelling is not performed since no convenient models for these chemical types
currently exist, although there are ways to get around these problems. Stage 2 includes
estimation of emissions and background concentration data, globally or in a particular
region. This stage is important since emission data drive the model predictions of
environmental concentrations. Stage 3 is an evaluative assessment of fate, where
generic fugacity models (see section 2.3) such as the Equilibrium Criterion (EQC)
model (Mackay et al. 1996b) may be used to assess the generic environmental fate of
the chemical. The benefits of this stage are that it provides a foundation for comparison
of different chemicals and that it is useful when it comes to international collaboration
in the respect that it gives a common basis for discussion. Stage 4 isaregional far-field
evauation where aregion of interest can be selected. The fifth stageisalocal near-field
evaluation of fate. This can be acity, alake or some other area, where emissions or
exposure are assumed to be high or where the environment is particularly sensitive. The
sixth and last stage includes comparison of predicted environmental levels with
observed effect levels. Palm et al. (manuscript) recently performed the first four stages
evaluating the fate of PBDES. The current study accounts for the fifth stage, with the
centre of Stockholm being the area of interest.

—»  Typelll
—»  TypelV
—» TypeV

Type 7' \Type I

v

v
_ N Validation with actual

v

environmental levels

7
e

Figure 2. . The five-stage strategy (Mackay et al. 1996a) with the sixth stage of risk assessment
(MacLeod and Mackay 1999).
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2.3 Multimedia fugacity models

There are plenty of models concerning the fate of a compound in a particular medium,
e.g. movement in air, soil or water. Thisis of course useful when theaimisto get an
overview of achemical’s behaviour in a certain medium, but quite often the interest lies
in understanding the overall environmental behaviour of the chemical. Thisis necessary
for risk assessments of new and existing chemicals performed by environmental
authorities and preceding legidlative actions. As the responsibility for chemical politics
shifts from government to producers, a method for evaluating overall behaviour of
chemicals would be useful also for industrial companies, for product choices at the
design and development stage. Multimedia fugacity models provide a useful tool for
assessing this kind of environmental overall fate. The models have been described in
severa papers (Mackay 1991; Mackay and Paterson 1991; Mackay et al. 1996 a,b,c),
and they are all based on the concept of fugacity (see section 2.3.1). In principle, any
number of media can be included in the models, if transport processes are known. The
four basic media are air, water, soil and sediment. The advantage of using the
multimedia models is that they provide an overall picture of the environmental
distribution of achemical, and that they can be used for many different types of organic
chemicals.

Aswith al models, it has to be kept in mind that the model predictions are not the
actual truth, rather they show alikely picture of the truth. They help indicating where
the main problems are, and can help focussing further research. However, the more
environmental monitoring data there are, the more carefully the model can be validated,
and the closer to the truth the model predictions will lie.

2.3.1 The concept of fugacity

Since the models here described are based on the concept of fugacity, an explanation of
it is appropriate. The concept of fugacity was established in 1901 by the scientist G N
Lewis (Mackay 1991). Fugacity is an equilibrium criterion that is logarithmically
related to chemical potential and can be viewed in terms of pressure. In short, the
fugacity of achemical in aparticular medium is the partial pressure that the chemical
exerts when it tries to escape that medium, that isits ‘ escaping tendency’. Fugacity is
also related to concentration through the equation

C=Zxf, (2.1)

where C = concentration (mol/m?®), Z = the fugacity capacity of the medium for the
chemical of interest (mol/Paxm?®) and f is the fugacity of the chemical in that medium
(Pa). The Z-value can be calculated for each medium and is dependent on the medium
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itself and on the chemical of interest. The fugacity is the parameter that ultimately
drives the transport of achemical in a phase as well as between phases. Quite often,
concentration gradients are denoted this property, but due to the relationship between
concentration and fugacity it is realised that thisis only possible inside a phase, not
between phases (because of the different Z-values), where fugacity alone is the driving
force. Equilibrium between two phases is reached when the fugacity of the chemical in
one phase equals the fugacity in the other phase. The transport process can be described
through the equation

N=Dxf, (2.2)

where N (mol/h) isthe flow of chemical and D (mol/Paxh) is atransfer coefficient that
can be calculated for each transport process, and that is dependent on the characteristics
of the transport. By combining these parameters and writing up mass balance equations,
where input equals output, the fugacities in each medium can be calculated and hence
the concentrations and amounts present (Mackay 1991).

2.3.2 Four model levels

There are basically four different levels of the models. A short summary of each level
will be given here. The four levels and their differences are depicted in Figure 3.

Level | isasteady state, equilibrium, closed system model, where emissions are fixed
and instantaneous and no intermedia transport is considered. The required input data are
simply the physical-chemical properties of the studied chemical, and the output data are
media concentrations at equilibrium and distribution percentages. Level | givesa
general implication about the chemical’ s tendency to partition into different media, and
it can give useful insight about relative media concentrations and potentia for e.g. long-
range transport. Level 11 provides additional information about the main loss processes
in the system and environmental persistence. At this level, degradation half-lives for
each medium are required as additional input, properties that are normally quite difficult
tofind. Level 11 isasteady state, equilibrium, open system model where emissions are
continuous but fixed and constant. At level 111, equilibrium is no longer assumed, and
emissions are media-specific and can be modified by the user. Level 111 gives
information about intermedia transport processes, non-equilibrium concentration and
environmental persistence at steady state. A level 1V assessment can also be performed
if unsteady state conditions are desired. For detailed descriptions of the models, the
reader isreferred to Multimedia Environmental Models: the Fugacity Approach
(Mackay 1991).
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Chem-phys data
Media-specific degradation half-lives
Media-specific emission rates
Input parameters g |
Time-dependent
emission rates

B
} } } \
Relative distribution, media concentration
Main loss processes
Equilibrium persistence
Non-equilibrium distribution and persistence

Output parameters

Unsteady state distri-
bution, recovery time

Figure 3. The four model levels. For each level additional input parameters are required, and
additional output parameters are shown for each level.
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3 Fugacity model of Stockholm

The objective of this section is to achieve a qualitative and quantitative but simplified
description of the environment of the centre of Stockholm. The purposeis not to include
all the details and complexities of the natural processes, rather it isto simplify them, so
that the environment of interest can be treated as a somewhat homogenous area. The
study concerns the area shown in Figure 4. Transport equations were obtained from
existing fugacity models (Mackay 1991; Mackay and Paterson 1991; Diamond et al.
manuscript) and site-specific input values for Stockholm were used where possible.
Appendix 1 shows the selected environmental input parameters, used in the model
developed. CeStoc isalevel IV model, but since it was run until steady state was
reached, only the steady state, i.e. level 111 situation was considered. Five different
mediawere included: air, water, soil, sediment and urban surfaces. V egetation was not
included, due to lack of uptake data by this medium in Stockholm. Also, because of the
cold climate and hence the seasonal absence of |eaves, vegetation is assumed to have
relatively low impact on the distribution of chemicalsin Stockholm. Aquatic biota has
also been excluded from the model. Algae and other particles have larger biomass than
fish and therefore it is assumed that calculating the concentration in water particles and
pure water will cover for the majority of the chemical amounts present in the Stockholm
waters.

[

0 2 4 Kilometers A

Figure 4. The line shows the studied area of Stockholm.
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The area was selected with the purpose to include most of the urban areas in the centre
of Stockholm. The centre of Stockholm, as defined in Fig 4, has an area of about 4700
ha, or 47 km? (A-M Hellsten pers. comm.), with a population of about 740 000 (USK
2001). The areamainly consists of islands, with Lake Mdaren crossing the centre of the
city. The built-up areas or impervious surfaces contribute with about 50% (GFK 2000),
and 25% of the surface areais water (A-M Hellsten pers. comm.). The remaining 25%
Is assumed to be soil. A description of each media and the parameters used in the
CeStoc model isoutlined in section 3.1. Figure 5 shows the volumes of environmental
mediain the selected region.

N

Air 2.8x10%°m3

o ©O
o 0 Oo
O  Aerosols
0.24 m3

Urban film 7.7 m3

Fish (excluded)

Water 1.8x108m?3

o

Aqugtic
particles 900 m3

—

Sediments 1.18x105m3J
(/—

Figure 5. The environment of Stockholm, as defined in this project. For
all the compartments, the bulk volumes are given.
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3.1 Description of environmental media

3.1.1 Air

The atmosphere consists of different layers, among which the troposphere isthe onein
contact with the surface of the earth. The troposphere is about 10 km high, but
properties change as height increases, and therefore we want to adopt a height that is
available for chemicalsreleased locally to the air, and also where temperature, density
and other physical properties remain reasonably constant. The height of the air in
Stockholm that has these properties varies over the year and the day between about 200
and 1000 m (C Johansson pers. comm.). Therefore, a mean value of 600 m or 0.6 km is
adopted. Thusthe air volume available for chemicals in the city of Stockholmis: 4.7 x
10° x 600 = 2.8x10' m>. The expression for the Z-value for air islisted in Appendix 2.

3.1.2 Aerosols

The presence of aerosols in the atmosphere is important, since particles tend to attract
substances with low vapour pressure. It isintuitively realised that the concentration of
particlesis higher in urban, polluted areas than for example at the countryside. PBDEs
are assumed to be adsorbed or absorbed in asimilar way as the polychlorinated
dibenzodioxins (PCDDs), due to their structural resemblance, PCDDs being mainly
attracted by smaller particles, with a diameter less than 1.35 um (Harrad, 1998).
Therefore, the concentration of particles of thissize is of greatest interest when
modelling PBDEs. The particle concentration of PM2.5 (less than 2.5 um) and PM10
(lessthan 10 pm) is regularly monitored by SLB-analysin Stockholm, and the mean
concentration of PM2.5 between October 1999 and October 2000 was 14.8 pg/m3
(Wallin, 1998). With an assumed particle density of 1.7 g/cm?® this makes a total volume
fraction of 8.7x10™*2. Since the air volume is 2.8x10" m? this gives atotal particle
volume of 0.24 m*. The measurements have been performed on Hornsgatan in
Stockholm, which is avery busy street and thus relatively polluted compared to other
areas in Stockholm. For comparison, it can be mentioned that Mackay (1991) suggested
that a volume fraction of 2x10™** would be convenient for a generic environment. Since
urban areas are probably more polluted than the generic environments, the number for
Stockholm should be somewhat higher. However, since only the PM2.5 particles are
considered here, the number calculated for Stockholm is assumed to be appropriate. The
Z-value expression for aerosolsis listed in Appendix 2.

3.1.3 Water

The water of Stockholm covers about 25 % of the surface area, 1200 haor 12 km? The
average depth of the lakes and streams in the inner city of Stockholm is about 15 m,
considering Lake Mdaren, Riddarfjéarden and Salts6n contributing the most (GFK
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2000). Thisyields awater volume of 15 m x12x10° m? = 1.8 x10° m>. The Z-valuefor
water issimply Z = 1/H (Mackay 1991) where H is the Henry’s Law constant
(Paxm®/mol).

3.1.4 Aquatic particles

It iseasily realised that the presence of particlesin water affects the behaviour of a
chemical, because chemicals can be absorbed or adsorbed to particles, often it is not
clear which process that occurs. All the lakes of Stockholm are eutrophic, that isrich in
organic material and hence in particles as well. However, to our knowledge, no studies
have been performed concerning the concentration of particles in the Stockholm waters.
Therefore, ageneral concentration of 12 mg/l (Mackay, 1991) was adopted, which
yields avolume fraction of 5x10°®, the density of the particles being about 2400 kg/m®.
Thus, the total volume of water particles is 5x10°x1.8x10° = 900 m>. The absorption or
adsorption of hydrophobic chemicals to these particles is dependent on the content of
organic carbon, that is, the Z-value for the particles is partly determined by this fraction.
Broman et al. (1994) studied the organic carbon content in aquatic particlesin
Stockholm, yielding a mean percentage of 12%, that is amass fraction of 0.12. The Z-
value expression for water particlesis listed in Appendix 2.

3.1.5 Sediment

Sediments are built up by depositing materia from the water column, which can be
algae, dead organisms, soil, airborne dust and leaf particles or other organic material. In
the top layer of the sediment, organisms are commonly found that feed on organic
material, which makes the upper layer more active, with bioturbation and currents
stirring the solid material whereas the deeper layers are more inactive. Sediments can be
regarded as a final storage compartment for a chemical. Once a chemical has been
buried below the bioturbation layer in the bottom sediment, it has low mobility and can
be viewed as removed from the system. However, there are many waysin which
sediment material can be remobilized. Heavy storms and dredging can cause currents
that stir the bottom layer so that buried material becomes available.

The property of sediments as a storage compartment is interesting because of its
potential to also act as a source for chemical release. Many organic chemicalsend upin
the sediments due to their hydrophobic properties and thus, this compartment is of
crucia importance in amultimedia model.

The surface area of the Stockholm sediments was assumed to be the same as the water
surface area. The sediment areain Stockholm is thus 1.18x10” m?. The depth available
to chemicals was assumed to be approximately 1 cm since the bioturbation layer in

Stockholm has been shown to be minor (Rosenberg and Diaz 1993). Thisyields atotal
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sediment volume of 1.18x10°> m®. Based on ca 60 sediment cores (Ostlund et al. 1998),
the average water content of the upper 2 cm of sediments was cal culated and converted
to avolume fraction of 0.91. The average organic carbon mass fraction of these
sediment solids was measured to 0.046 (Ostlund et al. 1998), the solid density being
approximately 2400 kg/m°. The Z-value expression for sediment islisted in Appendix 2.

3.1.6 Saoil

Due to its high organic content, soil acts as amajor recipient of hydrophobic chemicals
from wet and dry deposition. Chemicals that reside in soil can later be washed out
through water and solids runoff, through leaching to groundwater or through erosion.
Thus, it is of importance to include this compartment in the model. Because of the
urbanisation in cities like Stockholm, much of the land has been replaced by buildings
and hard surfaces. The percentage “soft surfaces” in the centre of Stockholm is
approximately 25 % or 11.75 km?, mainly in the areas of Northern Djurgérden and
Gérdet. The depth available for chemicals was assumed to be about one half of that in a
generic environment, since the residence timein air is shorter, and thus the time
available for the chemical to partition to soil is also shorter. In practice this means that
the soil depth available is smaller, due to the quick turn-over. Therefore, the soil depth
was set to 5 cm. Thisyields atotal soil volume of 11.75x10%<5x1072 = 5.88x10° m®,
The volume fractions of air, water and solids in soil used in the CeStoc model were the
same as in the generic models (Mackay 1991), i.e. 0.2 for air, 0.3 for water and 0.5 for
solids. The organic carbon content for soil solids was obtained from Linde et al. (2001)
where it was reported to be 0.068 on the average. The Z-value expressions for soil are
listed in Appendix 2.

3.1.7 Impervious surfaces

A city, or an urban areais quite different from the generic environments used in

eval uative models such as the Equilibrium Criterion (EQC) model (Mackay et al.
1996b). One big difference is the presence of so-called “urban surfaces’, that is
roadways, sidewalks, buildings, signs and so on. Diamond et al. (2000) showed that a
thin organic layer covers these impervious surfaces in urban areas. The layer consists of
semivolatile organic compounds and particles and may act as a secondary source for
chemical release to e.g. surface waters. The thickness of the bulk phase of the urban
film varied between 29 and 250 nm (Diamond et al. 2000). The samples were taken in
Toronto, Canada. It is assumed that the thickness of the organic layer in Stockholm lies
somewhere in the same range, and for illustrative purposes a mid-point value of 137 nm
was selected. The urban film was analysed and characterised by Diamond et al. (2000)
and adensity equivalent to that of octanol was suggested (826 kg/m®) due to the high
organic content.
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To estimate the total surface that is covered by this organic layer some kind of
“impervious surface index” (1Sl) was needed, that would describe the relationship
between the total area of the impervious surfaces and the “ground surface”. In order to
estimate the I1SI it was assumed that 50% of the impervious area is two-dimensional
(e.g. streets) with index 1, and that the remaining 50% consists of three-dimensional
buildings. The average height (Ha) of buildings in Stockholm was assumed to be 18 m.
The average width (W,) of abuilding was assumed to be 100 m and the average length
(La) 15 m. Thisyieldsasurface area of (2 X Wa X Hp) + (2X La X Ha) + (Wa X La) =
5640 m?. Dividing this number by the base area yields index 3.76 for three-dimensional
buildings. Thetotal ISl istherefore 0.5x1 + 0.5x3.76 = 2.4. That is, the total volume of
organic film in Stockholm is (percentage urban surface) X ISl X Ayt X TE=0.5x 2.4 X
47x10° x 137x10° = 7.7 m*. Diamond et al. (manuscript) suggested that the same
organic carbon content be used as for octanol (0.74), which iswhy this number was
adopted. The Z-value for the organic filmislisted in Appendix 2.

3.2 Transport processes

Each transport process can be described by a D-value which, combined with the
fugacity of the transported chemical in the mediafrom where it is being transported,
yields the total flow N (mol/h). The D-values are depicted in Figure 6 and listed in
Appendix 3. A description of the important parameters is given below.
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Figure 6. Transport processes in the Stockholm environment, as used in the CeStoc model.
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3.2.1 Loss processes

The loss or removal processes for a chemical are the reaction or transport processes that
make the chemical leave the system. In figure 6 the D-values for these processes are
denoted by Dg;j and Da;. Dg; stands for reaction D-value in medium i, and is the transfer
coefficient that describes degradation or transformation of the chemical in that medium.
Reaction D-values are calculated through the equation Dg; = kg;ViZ; , where kg; is afirst-
order rate constant which is simply In2/ty,, where ty; is the degradation half-life in the
medium. V; is the bulk phase volume (m®) and Z; is the fugacity capacity of the medium
(mol/m®<Pa). Advection D-values are cal culated through the equation D = GiZi, where
G isthe flux (m%h) and Z; is the fugacity capacity (mol/m><Pa). The advective outflow
is also dependent on the residence time of air and water respectively, and hence those
values were calculated. The residence time of air (ta) was calculated through

Ta = Vil (VXA), (3.1

where Vq = total air volume = 2.8x10" m?, v = wind speed = 3.5 m/s (SLB-analys,
2001) and A isthe cross-sectional areain the horizontal direction:

VA4.7x10" x 600 = 4.11x10°m? (3.2

The residence time ta istherefore 1944.9 s or 0.022 days. The residence time in water,
Tw Was calculated in the same way using the water flow through Saltson, which is
4.6x10° m*/year on the average (C Lennergren pers. comm.). Dividing the total volume
(1.76x10° m®) by that number yields a residence time (ty) of 13.96 days.

Three advective D-values are treated separately since they are different from other
advection processes in the sense that they can be viewed as removal processes without
transport to the surrounding areas and thus the chemical is made unavailable to the
environment studied. Therefore, these processes can aso be treated as “ semi-reactions”.
The D-values refer to leaching from soil to groundwater (D, s), sediment burial (Dgx)
and transfer to stratosphere from air (Dsr), all being listed in Appendix 3.

3.2.2 Intermedia transport processes

3.2.2.1 Air-water exchange

Transfer of chemical between air and water occurs through i) bi-directional diffusion

ii) dry and wet deposition from air to water and iii) transfer from air to water through
rain dissolution, i.e. transfer of gaseous molecules dissolved in rain. For each of these
processes a D-value can be calculated and these can then be summarised to the “total D-
values’ D1, and D21. The expressions for the D-values are al listed in Appendix 3. The
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diffusive processes are dependent on so-called mass transfer coefficients (MTCs),
which are parameters that describe the velocity by which the chemical crossesthe
boundary layer between two phases. Both MTCs used were obtained from Mackay et al.
(1991). The air-side MTC was set to 3 m/h and the water-side MTC to 0.03 m/h.
Deposition and rain dissolution processes are dependent on dry deposition rate (Up),
rain rate (Ug) and scavenging ratio (Q), which is the relative volume that a raindrop falls
through on its way down to the ground. The scavenging ratio is approximately 200,000
(Mackay 1991). The averagerain rate in Stockholm is 0.54 m/year (A-M Holst pers.
comm.). Caffrey et a. (1998) showed that the dry deposition velocity of particles of

2 umin the vicinity of Chicago is 0.7 m/h. Thisis assumed to be applicable for urban
areasin genera and hence for Stockholm as well.

3.2.2.2 Air-soil exchange

Air-soil transfer processes were calculated as described in Mackay and Paterson (1991).
This transport occurs through similar processes as air-water, D-values being listed in
Appendix 3. The bi-directional diffusive processis dependent on an air-soil MTC (ksa)
which is approximately 5 m/h (Mackay 1991). Two other parameters that are necessary
for the diffusion process as described in Mackay and Paterson (1991) are the effective
diffusivitiesin air (Ba) and water (By) and the diffusion path length in soil (Ys). The
values for the diffusivities were adopted straight from Mackay and Paterson (1991)
(Appendix 1) and the diffusion path length was set to half the soil depth as suggested by
Mackay and Paterson (1991). The D-values for the deposition processes are derived in
the same way as for air-water transport.

3.2.2.3 Air-urban surfaces exchange

Transport of chemical between air and the organic layer covering impervious surfacesin
the city occurs through the same mechanisms as air to water and air to soil transport
(Diamond et a. manuscript). The MTCs that drive the diffusive process are similar to
air-water MTCs and they were derived asfollows. The air-side MTC kar (M/h) is
assumed to be of the same size asthe air side air-water MTC and thus avalue of 3 m/h
was adopted. Diamond et al. (manuscript) suggested another calculation process for the
derivation of kar but using that expression yielded a boundary layer thickness that was
larger than the thickness of the urban film, which is why the kaw value was used

instead. The film-side MTC kgr is calculated through the equation

log [Kee] = (0.704 logK ow — 11.2) / Kaw (Trapp, 1995). (3.3

as suggested by Diamond et al. (manuscript). D-values for deposition processes are
derived in the same way as air-water deposition, and listed in Appendix 3.
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3.2.2.4 Water-sediment exchange

The chemical transport between water and sediment occurs through diffusion,
deposition and resuspension processes. The diffusion D-valueis derived in the same
way as the air-soil transport, whereas the deposition and resuspension processes are
dependent on deposition and resuspension rates. Broman et al. (1994) measured the flux
of depositing aquatic particles in Stockholm. The rate was given in (¢/m?/d) and refers
to the weight of dry solids that deposits on a square surface during a period of time.
Dividing this number by the density of the particles (2400 kg/m®) and the solid content
of sediments yields an average “wet” deposition velocity of 1.7x10°® m/h. Burial rates
were measured using °Pb (Ostlund et al. 1998). These rates referred to the bulk
sediment, that is the velocity by which the sediment (water and solids) grows and was
1.6x10° m/h on the average in the upper sediments. The values for deposition and
bur7ial agree very well and suggest that resuspension is minor, perhaps in the order of
10" m/h.

3.2.2.5 Soil-water exchange

Chemicals may be transferred from soil to water through solids or water runoff. The D-
values for these processes (Appendix 3) are dependent on a water and a solids runoff
rate. No specific values for Stockholm could be derived, thus the values suggested by
Mackay and Paterson (1991) were used, i.e. 3.9x10™ m/h for water runoff and

2.3x10® m/h for solids runoff, aslisted in Appendix 1.

3.2.2.6 Urban surfaces — water exchange

The transport between urban surfaces and water is assumed to occur mainly by washout
through rain and wind to storm water, which follows the streams to lakes and rivers. In
Stockholm, about 50% of the storm water actually goes to sewage treatment plants, but
for simplicity, we have neglected thisin the CeStoc model. It should however be kept in
mind, that the real amount transported from urban film to water may be lower than the
predicted amounts. Some of the chemical may also leach down into soil during transport
between film and surface waters, but for illustrative purposes we assume thisto be a
negligible part of the total amount transported. The transport is assumed to be driven by
amass transfer coefficient kpy, which was derived as suggested by Diamond et al.
(manuscript) as kew = TEXW , where Tr is film thickness (m) and W is a wash-off rate
constant (h™). The wash-off rate constant was calculated as follows: Assuming constant
thickness of the film yields the relationship F, = F,, i.e. steady state, where F; isthe
flow of depositing material on the film (g/m*xh) and F. is the flow of material that is
being washed off by rain and wind (g/mx<h) (fig 7).
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Figure 7. lllustration of urban film - water wash off.

Also, there is arelationship between film thickness and mass per area unit that can be
described as:

Ma = perXTF, (34)

where M4 is the mass per area unit of the film (kg/m?), pgr is bulk film density (kg/m?)
and Tr isthe thickness of the film (m). The density of the bulk film was calculated by
converting mass fraction of particles and pure film to volume fraction through the
formulave = (0p/pp)/(Or/pp + OF/pr) (example for particle mass fraction), where ¢p is
particle mass fraction (0.7) and pp is particle density (1700 kg/m®) and then adding the
products of volume fraction and density of particles and pure film respectively. Ma was
calculated to 0.18 g/m? using a bulk film density of 1290 kg/m® and the thickness
1.37x10" m. It was assumed that the PM 10 concentration would correspond to the
concentration of particles depositing on the urban surfaces. The PM 10 concentration
5.1x10° g/m* was obtained from Wallin (1998). The velocity of PM10 particles was
derived by using a massmedian diameter of 5 um which yields avelocity of 0.09 cm/s
(Caffrey 1998) or 3.24 m/h. The flow of particles onto the urban surface is therefore
Fip = 5.1x10° x 3.24 = 1.65x10™* g/m?<h. The total flow was then obtained from the
mass fraction of particlesin film (0.7): Fyo = 1.65x107%/0.7 =2.36x10™* g/m<h. The
wash off rate constant was then calculated as W= Fo/Ma = Fiio/Ma = 2.36x10™/0.18 =
1.3x10° h'. This gives aturnover time of 32 days.
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4 Polybrominated diphenyl ethers

4.1 Physical-chemical properties

PBDEs are semivolatile compounds with low vapour pressure and low water solubility.
In the air, they exist in the gaseous phase and in the particul ate phase. Due to the low
vapour pressure they tend to be strongly attracted to air particles, but the amount
actually associated with particles is dependent on temperature, particle size and of
course, particle concentration. Generally, a greater amount exist in the gaseous phase
during warm periods than during cold periods (Bidleman 1988), because of the
temperature dependence of the physical-chemical properties. In aguatic environments,
PBDEs mainly become attracted by particles, because of the low water solubility.

The properties of chemicals that are necessary for multimedia modelling are essentially
vapour pressure (P°), water solubility (Wso) and the octanol-water partition coefficient
(Kow)- On higher levels, media-specific degradation half-lives are also required. It is
not unusual that reported values on physical-chemical properties for chemicals vary by
several orders of magnitude (Mackay et al. 1991). Polybrominated diphenyl ethers are
no exception from thisrule. The reasons for this are probably partly the very low vapour
pressure and low water solubility of PBDES, which makes it difficult to measure these
properties. Also, there is sometimes a confusion in the distinction between commercial
products and individual congeners since they carry similar names. One example of this
isthat penta-BDE is sometimes referred to as aliquid at room temperature (EU 2000),
while recent studies have shown that the melting points for pure penta-brominated
congeners lie close to 100°C (Marsh et al.1999; Orn et al. 1996). A closer look reveals
that the commercial product, which isreally amixture of different congeners and
probably some other compounds as well, isaliquid at room temperature (M Remberger
pers. comm.). Thisis awell-known feature also for other groups of chemicals, e.g. the
PCBs, where mixtures show very different properties than pure congeners (M Tysklind
pers. comm.). Obtaining reliable values for physical-chemical propertiesistherefore
one of the most demanding tasks when modelling PBDEs.

So far, only afew experimental studies of physical-chemical properties have been
undertaken. In arecent study by Palm et al. (manuscript) the properties of PBDEs were
correlated using the “three solubility” approach outlined by Cole and Mackay (2000).
The results showed that estimated values of properties do not correlate well with the
experimental values. Therefore, due to the limited amount of experimentally derived
properties, reliable equations for the solubility of PBDEs in octanol, air and water as a
function of bromination degree could not be achieved. Due to the high uncertainty in
properties, the goal in the current study was to use experimental values asfar as
possible. Certain environmentally relevant congeners have been more studied than
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others and therefore these congeners are used in this study. The physical-chemical
properties of the compounds selected are listed in Table 2. In the following sections, we
discuss only those parameters, for which conflicting results exist.

Table 2. Physical-chemical properties of PBDEs used in the Stockholm
model. References not given in the table are given in sections 4.1.1-4.1.4.

Diphenyl ether BDE 47 BDE 99 BDE 209

M (g/mol) 170.2 485.8 564.7 959.2
Number of Br 0 4 5 10
MP (°C) 26.8 80.5 93.2" 300
Wsou (Mgl 18 1.1x10%  2.4x10° 2.8x10™*
P° (Pa) 2.99 2.9x10"  5.11x10° 4.6x10°
LogKow 4.21 6.0 6.7 9.97
Half-lives (h)
Air 26.7 256 467 7620
Water 360 3600 3600 3600
Soil 360 3600 3600 3600
Sediment 1440 14400 14400 14400
Urban film 22.7 217.6 396.9 6477

1) Orn et al. (1996)

4.1.1 Diphenyl ether
Water solubility

The water solubility of diphenyl ether has been experimentally determined to 18 mg/!
(SRC, 2001). Other reported values are the measured value 21 mg/l (EU, 2000) and an
estimated value of 15.6 mg/l (EU, 2000). In this study, 18 mg/I was used.

Vapour pressure

The vapour pressure of diphenyl ether has been measured to 2.99 Pa (SRC, 2001). The
measured value reported in EU risk assessment of pentaBDE is 2.7 Pa (EU, 2000) and
an estimated value of the vapour pressureis 1.04 Pa (EU, 2000). In this study, the value
2.99 Pawas used.

Octanol-water partition coefficient

An experimental value of log Kow of 4.21 was obtained from the SRC database (SRC
2001) An estimated value of 4.05 was reported in the EU risk assessment (EU 2000).
The experimental value was used in this study.
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Degradation half-lives

No experimental media-specific values could be found on the degradation rates of
diphenyl ether. Therefore, estimated values from EPIWIN estimation software (2000)
had to be used. These estimated values are for air, water, soil and sediment 26.7 h,

360 h, 360 h and 1440 h respectively. For urban film, the value for air was multiplied by
0.85, yielding avalue of 22.7 h derived from the suggestion by Diamond et al.
(manuscript) that reaction in the organic film would be about 15% faster than in air, due
to the high organic carbon content.

4.1.2 BDE 47 (2,2'4,4'-tetrabromodiphenyl ether)
Melting point

Reported experimental values of the melting point of BDE 47 are 78.5-79°C (Marsh et
al. 1999) and 82.0-82.5°C (Orn et al. 1996). In the current study a midpoint-value of
these ranges was used, namely 80.5°C.

Water solubility

One experimental value of the water solubility of BDE 47 of 1.09x10 mg/| has been
obtained. This has been referred to in the EU risk assessment (EU 2000) and by Hardy
(2000). EPIWIN (2000) estimated the water solubility to 1.46x10™> mg/l. Dueto the
uncertainties in estimated values as reported by Palm et al. (manuscript) the
experimental value was used in this study.

Vapour pressure

Watanabe and Tatsukawa (1989) reported the vapour pressure of tetrabrominated
compounds to lie in the range (2.60-3.27)x10* Pa. EPIWIN (2000) estimated the
vapour pressure of BDE 47 to 3.21x10” Pa. Tittlemier (2000) reported a value of the
sub-cooled liquid vapour pressure of 1.45x10° Pa. In this study, a midpoint-value of the
range given by Watanabe and Tatsukawa (1989) was used, which was 2.9x10™ Pa.

Octanol-water partition coefficient

Watanabe and Tatsukawa (1989) derived arange of 5.87 —6.16 for the log Koy of
tetraBDEs. The mid-point value of thisrange is 6.0 , whereas EPIWIN estimated the log
Kow to 6.77. In the study by Palm et al. (manuscript) it was shown that EPIWIN
constantly predicted values of log Kow that were higher than the experimental values
reported. Therefore, the experimental value was used in the current study.
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Degradation half-lives

No experimental values exist so far on the degradation rates of BDE 47. Therefore,
estimated values from EPIWIN estimation software were used. These estimated values
arefor air, water, soil and sediment 256 h, 3600 h, 3600 h and 14400 h respectively.
The value for urban film was obtained in the same way as for diphenyl ether, yielding a
value of 217.6 h.

4.1.3 BDE 99 (2,2’,4,4’,5-pentabromodiphenyl ether)
Water solubility

The reported values of the water solubility of pentabrominated compounds vary by
several orders of magnitude. WHO (1994) reported a water solubility of 9.0x10" mg/l.
The original source of thisvalue is not available, and neither is the method used known.
Stenzel and Markley (1997) measured the water solubility of BDE 99 to 2.4x10°° mgy/l.
EPIWIN (2000) estimated the water solubility of BDE 99 to 7.86x10™ mg/l. When
compared to the water solubility of 2,2',3,4,5-pentaPCB suggested by Lee and Mackay
(1995), which is 4x10°® mg/l, the value 2.4x10° mg/l seemed to be the one most
reliable.

Vapour pressure

The vapour pressure of penta-BDE has been reported as (2.9 — 7.3)x10° Pa (Watanabe
and Tatsukawa 1989), 4.69x10™ Pafor the commercial product (EU 2000) and an
estimated value of 3.25x10° Pa (EPIWIN 2000). The sub-cooled vapour pressure was
measured by Tittlemier et al. (2000) to 7.76x10°. In the current study, a mid-point
value of the range obtained by Watanabe and Tatsukawa (1989) was used, since it was
determined for pentabrominated congeners and not for the commercial product.

Octanol-water partition coefficient

The log Kow was determined experimentally for penta-BDEs by Watanabe and
Tatsukawa (1989). A mid-point value of the range (6.46-6.97) obtained in this study
was 6.7. EPIWIN (2000) estimated the value to 7.66. The experimental value was
considered most reliable and 6.7 was assumed to be applicable for BDE 99, as being
one of the penta-brominated congeners.

Degradation half-lives

No experimental values exist so far on the degradation rates of BDE 99. Therefore,
estimated values from EPIWIN estimation software were used. These estimated values
arefor air, water, soil and sediment 467 h, 3600 h, 3600 h and 14400 h respectively.
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The value for urban film was obtained in the same way as for diphenyl ether and BDE
47 and was calculated to 396.9 h.

4.1.4 BDE 209 (Decabromodiphenyl ether)
Melting point

The melting point of decaBDE has been referred to as lying in the range 290-306°C
(WHO 1994). In the EU risk assessment draft for the decabrominated compound (EU
1998.) the melting point was reported as 300-310°C. Therefore, we have used a
midpoint-value of 300°C for the Stockholm assessment.

Water solubility

The water solubility of decaBDE isvery low. The water solubility of decaPCB has been
determined to 1x10°® mg/l (Lee and Mackay 1995), and the similarity to PBDEs
indicate that the solubility of decaBDE should be about the same order of magnitude.
However, the low solubility also causes difficulties when measuring this property and
this becomes evident when comparing different results. For example, one value of
2.5x10 mg/l has been reported (de Boer et al. 2000) In this case however, the method
used is not known. In the EU risk assessment draft, an upper limit of the water solubility
of the commercial decaBDE product was given as the experimentally obtained value
1x10™* mg/l (EU 1998). An estimated value of the water solubility of decaBDE is
2.8x10™ mg/l (EU 1998). According to Remberger (pers. comm.) the experimental
value given in the EU draft is probably too high, and the real value should lie
somewhere between the value for decaPCB and the estimated BDE 209 value. At
present, the actual water solubility can hardly be obtained, but as the estimated value
seemed to be the one most appropriate, this one was used.

Vapour pressure

Determining the vapour pressure of decaBDE faces similar problems as water solubility.
Reported values are 1x10™ Pa (de Boer et al. 2000), 4.6x10° Pafor the commercial
DeBDE product, (EU 1998) and an estimated value of 5.8x10™*! Pa (EU 1998).
According to Remberger (pers. comm.) the value for the commercial product should lie
close to the truth since it contains about 97-98 % of the decabrominated congener (de
Wit, 2000) and hence that number was used. However, the vapour pressure largely
affects the aerosol-air partition coefficient, which in turn determines the amount that
will partition to air particles and thus deposit on soil or water surfaces. As discussed in
section 6, the value here used is probably too high, but since no other experimental data
were available, it was used anyway.
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Octanol-water partition coefficient

The log Kow Was measured to 9.97 by Watanabe and Tatsukawa (1989), which isthe
value used in the current study. Other reported values are 6.27, which was suggested as
the lower limit for the commercial product in the EU risk assessment (EU 1998), 5.24
(EU 1998) and an estimated value of 12.11 (EU 1998).

Degradation half-lives

Sellstrom et a. (1998) studied the photolytic degradation rate of BDE 209 in soil, sand
and sediment. The results showed half-lives that were considerably lower than the
numbers estimated by EPIWIN, for example the half-life in sediment was measured to
81 hand in soil 200-600 h (M Tysklind pers. comm.), which islow compared to the
EPIWIN estimation of 14400 h for sediments and 3600 h for soil. It is uncertain whether
the laborative conditions used in that study are comparable to environmental conditions.
Although experimental values are preferable, it is also important to use acommon
estimation method for the different congeners, otherwise comparison can be difficult.
Thus, since no studies have been undertaken on degradation rates of other congeners,
and the half-life for BDE 209 is believed to be longer than for lower brominated
congeners, the estimated values were used, to avoid comparison problems. When more
data on degradation rates exist, these numbers should be replaced by experimentally
obtained values. The estimated values are for air, water, soil and sediment 7620 h, 3600
h, 3600 h and 14400 h respectively. For urban film, a value of 6477 h was used, based
on the same estimation as for the other congeners.

4.2 Use and emissions in Stockholm

Brominated flame retardants are not produced or manufactured in Sweden. Hence, there
are no obvious emission point sources in Stockholm. Estimations of environmental
emissions must therefore be derived from use and probable emission routes. To the best
of our knowledge, no measurements of emissions have been performed in Stockholm or
in other similar areas, which is why estimates have to be used. Estimation of the
amounts of PBDEs that are present in products in use in Stockholm is an extensive task,
and would require avery long time of investigation and identification of possible
sources and emission factors. However, Palm et al. (manuscript) estimated the yearly
emissions per capita of decaBDE and pentaBDE based on a Danish material flow
analysis (MFA) (Larssen et al. 1999). Since Denmark and Sweden are both Nordic
countries with similar standards of living and consumption patterns, those estimations
were assumed to applicable for Sweden and Stockholm too. The total BFR emissionsin
Denmark 1999 estimated by DEPA (Larssen et a. 1999) were:
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Air: 0.2 — 1.6 tonnes/year
Water: 0.005-0.07 tonnes/year
Soil: 0.03-0.3 tonnes/year

These numbers were divided by a factor of 5,357,000, the population of Denmark,
yielding total BFR emissions per capita. Assuming that all the BFRs emitted are
additive compounds, with PBDEs accounting for 24% of the additive use (Larssen et al.
1999), multiplying the per capita emissions obtained above by 0.24 yields the yearly
emissions of total PBDEs as follows:

Air: 8.95-71.76 mg/capitaxyear
Water: 0.22-3.14 mg/capitaxyear
Soil: 1.34-13.4 mg/capitaxyear

75 % of the consumed PBDE technical mixturesisthe commercial mixture DeBDE
according to Larssen et a. (1999) of which about 97-98 % is BDE 209 (de Wit 2000).
10 % of the consumed products is PeBDE (Larssen et al. 1999), where tetra congeners
stand for 24-38% and penta congeners for 50-60 % (de Wit 2000). For simplicity, we
assume that all tetra congeners are BDE 47 and that all penta congeners are BDE 99.
Thisis not necessarily the truth, but those two congeners are the ones most commonly
found in environmental samples (Sellstrom, 1999), which iswhy we assume that they
arein maority also in the commercial mixtures. Applied to the figures above, this yields
yearly emissions of BDE 47, 99 and 209 as shown in Table 3. The highest values
obtained were used for modelling purposes, assuming a worst-case scenario.

Table 3. Estimated emissions to the Stockholm environment in
mg/capitaxyear. The total amount (kg/year) released based on the
Stockholm population is given in parenthesis.

Compartment BDE 47 BDE 99 BDE 209
Air 2.7 (2.0) 4.3 (3.18) 53.3 (39.4)
Water 0.12 (0.09) 0.19 (0.14) 2.31(1.7)
Soil 0.51 (0.38) 0.8 (0.59) 9.8 (7.3)

4.3 Environmental occurrence in Stockholm

The polybrominated diphenyl ethers are subjected to at least one screening project in
Stockholm at present. Stockholm Vatten is measuring the levelsin storm water (C
Wahlberg, pers. comm.). However, the analytical results will not be ready until the
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summer 2001, and therefore, only alimited amount of data exists on the environmental
concentrations in Stockholm so far. Some congeners have been detected in sewage
sludge (Wahlberg, 1999) in Stockholm. A few measurements also exist from suburban
air (§j6din, 2000), but the detection limitsin that study were very high compared to the
concentrations actually detected in remote areas. BDE 47 and BDE 99 were detected in
two observations from Ammarnas in the north of Sweden and Hoburgen in the south
(Bergander et al. 1995). To our knowledge, no measurements have been performed on
the occurrence in bulk water in Stockholm. However, measurements in depositing
aquatic particlesin sediment traps have been performed (Broman unpubl.). Although
the concentration in settling particlesis not directly obtained from CeStoc, values
should be roughly comparable to surface sediments and thus be comparable to the
sediment concentrations predicted by the CeStoc model. Soil measurements are scarce,
but there is one from arecycling plant in Taiwan (WHO 1994). Those levels are
probably very different from the levels in Stockholm, but they have been included for
illustrative purposes. Sediment observations exist from rivers close to a point source in
Sweden (Sellstrom 1999), and from different European estuaries (Sellstrom 1999). No
measurements have been performed in urban film in Stockholm. Table 4 lists the
detected environmental concentration ranges in different environmental media.

Table 4. Reported concentrations of the selected PBDE congeners in the environment

Congener  Air (pg/m®) Water Soil (ng/g dw)  Sediment (ng/g dw)

<100? - 1.2-35%
BDE 47 6.32 75-104 % <0.2-5.8°
072 0.24-4.81°
<60 Y - 1.7-3.79
BDE 99 1.62 41-84° <0.2-6.9°
0.352 0.31-3.84 %
- 39529
BDE 209 <40V 260-330 ¥ <0.5-1700 ¥
2.4-360°

Y Suburban air, Stockholm (Sjodin 2000) ? Remote air (Bergander et al. 1995) ¥ Recycling
plant Taiwan (WHO 1994) 4 Sediment traps Stockholm (Broman pers. comm.) %)
European estuaries (Sellstrom 1999) ® Swedish point source (Sellstrom 1999)
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5 Model calibration with fluoranthene

Because of the poor data on physical-chemical properties of PBDESs and the uncertainty
concerning emission rates and environmental concentrations, it was decided to calibrate
the CeStoc model with another organic compound, for which emissionsin Stockholm
are easier to estimate and physical-chemical properties are well known. The compound
selected for this purpose was the PAH fluoranthene. Table 5 lists the physical-chemical
properties of fluoranthene.

Table 5. Physical-chemical
properties of fluoranthene

Property Fluoranthene
M (g/mol) 202.26
MP (°C) 107.8"Y
Wsou (mg/l) 0.26"
PS (Pa) 1.22 x 10°%Y
LogKow 5.16Y
Half-lives (h)
Air 1707
Water 1700?
Soil 17000”
Sediment 550007
Urban film 1449

1) Experimental data obtained from
SRC database (SRC 2001)

2) Mackay and Callcott (1998)

3) Assumption that reaction in film
is 15% faster than reaction in air.
(Diamond et al. manuscript)

5.1 Emissions and environmental occurrence of fluoranthene

The emission of PAH to air in Stockholm was estimated to 3250 kg/year by Holmgren
(1999). The estimations concern the emissions of 16 PAH congeners where
fluoranthene was one of them. The area studied was 187 km?. The emission obtained
was therefore scaled down on an area basis to yield an approximate emission value of
the 16 PAHs for the selected region of 3250x (47/187) = 816 kg/year. Assuming that
fluoranthene accounts for exactly 1/16, i.e. 6.25 % of the total emissions of these 16
compounds would yield a yearly release of 51 kg to the air.
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Larneg 0 et al. (1999) calculated emission factors for 22 PAHs emitted from traffic,
resulting in a percentage contribution for fluoranthene between 7.7 % and 28%
depending on vehicle type, which indicates that fluoranthene accounts for more than
1/16 of the total emissions. A recent study of PAH emissions from road tunnelsin
Gothenburg, yielded an emission factor of fluoranthene of 50 pg/km (Wingfors pers.
comm.), which was assumed to be applicable for Stockholm aswell. The yearly
distances driven by buses, vans and automobiles in Stockholm has been studied by
SLB-analys (1998), and assuming that 50 % of the traffic occursin the area studied
here, yields a yearly distance of 1.5 x 10° km. Multiplied by the emission factor (50
ug/km) this gives ayearly emission of 75 kg of fluoranthene from traffic.

Based on these reports, the actual emission to air was assumed to be higher than 51
kg/year and is here estimated to 60 kg/year.

Holmgren (1999) also estimated the total yearly emission of PAH to the Stockholm
waters. These were estimated to about 20 kg based on five PAHs including
fluoranthene. In the current study the emission of fluoranthene to water was assumed to
be dightly more than one fifth of that, based on the same discussion as above, which
yielded an assumption of 5 kg/year. In absence of published data on emissions to soil,
an equal emission as to water was assumed, based on the fact that elevated
concentrations of such pollutants have been detected close to roads and highways,
mostly due to emissions directly from wheels (Lindgren 1998).

Environmental levels of fluoranthene have been measured in air, water and sediment in
or just outside Stockholm (Broman 1988; Broman et al. 1991; Axelman et al. 1997,
Ostlund et al. 1998). There are also air measurements from urban areasin the UK (AEA
Technology website 2001) and background concentration measurements from air in
Rorvik and Pallas in Scandinavia (Brorstrom-Lundén et al. 2000). Also, some
measurements have been performed in soil in Sweden, most of them being close to

point sources or in industrialised areas (Knulst et al. 1995). No measurements have been
performed in urban film in Stockholm, but Diamond et al. (2000) measured the
concentration of 20 PAHs in the urban film in Toronto, Canada, where fluoranthene was
the major component, accounting for about 18 % of the 20 compounds anal ysed.

5.2 Observations versus model results

Figure 8 shows the modelled concentrations of fluoranthene in comparison to observed
levelsin Stockholm and some other areas. The model predicts levels that are generally
in consistency with observed data.

For air, the model prediction lies about a factor of 70 below the observed valuesin
Stockholm city. However, these observations were made close to a busy street
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(Hornsgatan), where higher values than the average of a 600 m column might be
expected. The fact that background levels were neglected in this study may also
contribute to the low predicted value compared to the observed city levels of
fluoranthene in air. The predicted value for water liesin the lower end of the observed
range at the coast outside Stockholm. Thisis reasonable since the observations in water
are from the late 80’ s to the early 90’s. The environmental levels have probably
decreased since then due to improved catal yst technology in cars and more
environmental friendly fuels. A decreasing trend has been shown for concentration in
air (Burman and Hoglund 2000).
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Figure 8. Predicted versus measured concentrations of fluoranthene in different compartments.
Model predictions in soil and sediment have been converted to dry weight.

At afirst glance, the model prediction for soil seems very low compared to observed
values. It should be born in mind though, that the soil observations come from industrial
areas, where concentrations are expected to be high, which partly can explain the
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discrepancy. Observed soil levels of PAH in Stockholm are also likely to be heavily
influenced by past emissions. Another reason could be that the direct emissions to soil
(5 kglyear) are underestimated. For sediment, the predicted value liesin the observed
range. On the whole, the model seems to predict values close to or in observed ranges
for al environmental media, which brings us to the conclusion that it should be
applicable also for the PBDEsS.
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6 Results and discussion

6.1 Model predictions versus environmental concentrations

The predicted environmental levels of the PBDE congenersin air, water, soil and
sediment are shown in Figure 9. Comparison is made between model predictions and
observed environmental levels where possible. At this point, urban film has not been
included, due to lack of measured data for this compartment. The observed
environmental concentrations shown in the diagrams were taken from Table 4.

Model predictions of concentrationsin air lie close to, or in the observed range (Fig 9).
The observationsin air are from two remote sites (Ammarnas and Hoburgen in Sweden)
which can explain that the model predictionsliein the upper parts of or slightly above
the observed ranges, since the levelsin an urban area should be higher than in remote
aress.

No measurements from water were found in the literature. The concentrations of some
PBDE congenersin storm water in Stockholm are presently being measured (C
Wahlberg, pers. comm.), but the results were not ready when this was published. At a
first glance, it seems strange that the predicted water concentration for BDE 209 isa
factor of ten higher than the other two congeners, considering the lower water solubility
of the decabrominated congener, but this difference might be explained by the emission
estimates, since emission of BDE 209 to water is about ten times higher than the
emissions of the other two congeners.

Asfor soil, the model predictions lie about afactor of 100 or more below the measured
values, but since the measurements were performed at a contaminated site in Taiwan,
this difference might be expected. In general, data on POPs in Scandinavian soils are
very rare.

The model predictions for sediment lie in the observed range (Fig 9). For BDE 47 and
99, they agree very well with the concentrations observed in depositing particlesin
sediment traps in Stockholm. For BDE 209, the model prediction lies above the
observed range in Stockholm. This could be a sign of an overestimation of the emission
to water of this compound. It could also mean that the concentrations in sediments are
not directly comparable to the levels in depositing particles. Also, the decabrominated
compound is known to be very difficult to analyse, so the observed levels might be
different from the actual environmental concentrations of this compound in sediment.
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Figure 9. Predicted concentrations for the PBDE congeners versus measured concentrations.
Model results for soil and sediment have been converted to dry weight. Parenthesis means that
the concentration of the compound was below the detection limit.

6.2 Environmental distribution and transport processes

The flow chartsin Figures 10-12 show the steady state amounts and concentrationsin
each compartment for the three PBDE congeners as well as the intermedia net transport
processes, the advection and reaction processes out of the system and the environmental
persistence.
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Figure 11. Environmental distribution and transport of BDE 99
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Figure 12. Environmental distribution and transport of BDE 209.

There is no clear difference in the relative distribution of the three congeners between
the compartments. The majority of the chemical that stays in the system resides in soil
(70.8 %, 60.4 % and 61.8 % for BDE 47, 99 and 209 respectively). Sediment acts as the
second largest sink for the three PBDES (28.6 %, 38.7 % and 37.5 % for 47, 99 and 209
respectively). The percentage residing in the urban film is slightly more for BDE 99
than for the other two compounds. It should be noted however, that due to the
uncertainty in vapour pressure, the results obtained for BDE 209 possibly differ from
the actual truth. Adopting a lower vapour pressure yields a higher amount partitioning to
aerosols, which aso increases the deposition of this chemical and thus the concentration
in soil, urban film and sediment. Due to the large surface area of water, increased
deposition also shifts the relative distribution from soil to sediment, resulting in a higher
percentage residing in sediment and alower in soil. Therefore, it is of importance to
determine the vapour pressure of BDE 209 carefully in order to predict the
environmental concentrations correctly.

Thetotal concentrations in water predicted by the CeStoc model lie in the range 3-60
pg/l for individual congeners. This can be compared to total concentrations of 7
individual PCBs in the Baltic Sea (Stockholm levels are unavailable), which lie between
0.6-30 pg/l (Axelman et al.1997). The environmental concentrations of individual PCB
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congeners in the Stockholm sediments have been well studied. Concentrations range
from 3.6 to 84.4 ng/g dw in the surface sediments (Ostlund et al. 1998), which is
comparable to the model predictions of individual PBDE congeners, ranging from 3 to
ca 65 ng/g dw.

The major removal process for all congenersis advectionin air. It should be noted that
removal here means removal out of the system, including both degradation and
advection and does not necessarily imply that the problem is solved on a global scale.
About 80 % of the chemicals emitted to the environment is transported out through air.
Thisindicates that Stockholm may act as a source for chemical release to the
surrounding areas. Also, it tells us that rather than being degraded, the chemicals are
transported out and thus remain available to human exposure. Thisisin consistency
with the findings by Palm et al. (manuscript) where air advection was shown to be the
major removal process. The second largest removal processis leaching to groundwater,
followed by reaction in soil and sediment burial. The rate of soil leaching to
groundwater is possibly an overestimation by CeStoc. The transported amounts
obtained would cause higher levelsin the groundwater than has actually been detected,
so probably a greater amount stays in soil than CeStoc predicts.

The difference between the three congenersis minor, although the actual amounts
differ, due to the difference in emission estimates. Again, lowering the vapour pressure
for BDE 209 would decrease the amount advected in air, since more would deposit on
the ground, but air advection would probably still be the main removal process.

It should be noted that the emission medium has a great impact on the environmental
distribution. As shown in Figs 10-12, alarger amount of the chemical emitted to air is
transported out of the region, whereas the chemical emitted to soil to a much larger
extent stays in the system or leaches to groundwater. The chemical emitted to water is
mainly being transported to sediments, where it is being buried. Thus, identifying the
emission mediais of great importance when assessing the environmental fate of PBDEs.
The importance of emission mediais further discussed in section 6.4.

6.3 Impact of the degree of bromination

To study the impact of the degree of bromination on the environmental distribution in
Stockholm more thoroughly, the CeStoc model was run for all three congeners and the
diphenyl ether with identical emission scenarios. The emission scenario used was the
upper limit of the range calculated in section 4.2 multiplied by the population of
Stockholm which yielded the following emissions:
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Air: 53.1 kglyear
Water: 2.3 kg/year
Soil: 9.9 kg/year

Estimated concentrations in each compartment were plotted for the four compounds
(Fig 13).

For air, there is no obvious impact of the degree of bromination. The concentrations
obtained hardly differ at all. This may be due to the quick outflow of the majority of the
chemical released, with an air residence time of about 30 minutes. Thus, the amount
remaining in air might be too small to show any big difference between the congeners.
Also, the degree of bromination does probably not influence the concentration in bulk
air, rather it affects the relative distribution between aerosols and air. A higher
brominated compound has a lower vapour pressure, and thus more of the chemical is
likely to partition to air particles. There is no monitoring data from Stockholm to
confirm the air results.

For water and sediment, the predicted levels for diphenyl ether are lower than for the
other congeners. However, there is no obvious relationship between degree of
bromination and environmental concentration since all the brominated compounds show
about the same levels. There is a vague trend that the concentrations in soil increase
with increasing bromine number, which is not surprising since vapour pressure and
water solubility decrease with increasing substitution. The concentration in urban film
shows a quite different pattern. The penta-brominated compound achieves a high level
in this compartment (800 mg/m?®), whereas the concentrations of the tetra- and
decabrominated compounds are lower (200 mg/m®), and the diphenyl ether shows a
very low concentration.

Apart from the short residence times, another reason for the similarity between the
results for BDE 99 and BDE 209 is likely to be the vapour pressure uncertainty of BDE
209. A lower vapour pressure would give higher concentrations in urban film, sediment
and soil of this compound, and thus yield a bromination pattern that is perhaps more
expected. Determination of the vapour pressure of BDE 209 is thus crucial in order to
fully understand the influence of bromine number on environmental distribution.

Figure 14 shows the distribution percentages when assuming equal emissions of all
congeners. The pattern is the same as shown in the flow charts (Figures 10-12) and no
clear trend can be seen.
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These results differ from the generic assessment performed by Palm et a. (manuscript),
where increasing bromination in addition to increasing percentages in sediment and soil,
also showed decreasing levelsin air and water. Reasons to this discrepancy could be:

e The generic environments are larger, and have different environmental input
parameters.

e Partly other values were used for the physical-chemical properties of the congeners
in the study by Palm et a.(manuscript).

e Theemissionsto the generic world were much higher (1000 kg/h instead of 2-50
kg/year).

e Only penta- and decabrominated congeners were modelled with the generic models,
which excludes the impact of the tetrabrominated congener to the bromination trend.

Apart from this, the generic models give a picture of the chemical’s general behaviour,
it does not tell us anything about the partitioning in a specific region, even though it
helps giving an idea about likely partitioning pathways. The CeStoc model should not
be expected to yield the same results as the generic models, since it is not a substitute,
but a complement to generic models.
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6.4 Emission dependence

In order to investigate the impact of the different absolute emission rates on the
environmental distribution in the selected area, CeStoc was run for three different
scenarios. The fractions of the total release emitted to each compartment were kept
constant. Starting with the default emission, as estimated in section 4.2, the numbers
obtained there were aso divided by ten and multiplied by ten, to simulate high and low
emissions. The results are shown in Fig 15.

45



The Environmental Fate of Polybrominated Diphenyl Ethersin the Centre of Stockholm IV L-rapport 1400
- Assessment Using a Multimedia Fugacity Model

Air Water
1000 + 1000
o o
068‘ =
> 100 . R 2 100 4 .
o ~ o
= o c o
c ]
% 10 . T 10
= A . < A 4 °
Z 8
S s 1
s . §
O ° . °
0.1 . ‘ ‘ 0.1 , , ,
BDE 47 BDE 99 BDE 209 Soil BDE 47 BDE99 BDE 209
Congener Congener
100
’%\ o
o> 10
>
E o B ® Low emission
c 1 o A Default emission
-% o High emission
£ : y
8 014 =
c
[e]
O °
0.01 hd ‘ ‘
BDE 47 BDE99 BDE 209
. Congener .
Sediment Urban film
1000
. = 1000 | =
% mg o
> 100 | £
S = s g
= ] £ 100 | ] &
S 10, S :
= o
g . s g
c S 10 | A °
8 1 2 °
g ° o
O ° (@]
0.1 1 .
BDE 47 BDE 99 BDE 209 BDE 47 BDE 99 BDE 209
Congener Congener

Figure 15. Influence of emission rates on the environmental concentrations.

Figure 15 shows that the environmental concentrations for all three congeners increase
linearly with increasing emission. That is, for an emission increase by a factor of 10 to a
certain compartment, the concentration in that compartment increases by afactor of 10.

As aready mentioned, another thing that is crucial is emission medium. Figure 16
shows the amounts of BDE 47 that reside in each compartment assuming different
emission media. Only the diagram of that congener is presented here, since they all
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show similar patterns. The emission used is here 1000 kg/h, which is much more than
the real PBDE emissions, but the aim isjust to show the importance of emission media,
and not to reconcile the obtained amounts with measured data.
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Figure 16. Amounts of BDE 47 in different compartments at different emission scenarios.

Figure 16 shows that the amounts in each compartment are highly influenced by the
medium of release. For example, emission to air yields larger amountsin urban film ,
sediment and water than in soil, whereas emission to soil yields very small amounts
both in air and urban film. Thus, identifying the media of release is very important when
assessing the environmental fate of achemical, in particular in small areas such as
Stockholm city, with very short residence times of air and water.
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7 Suggestions for further studies

7.1 PBDE assessment

For future assessments of the environmental fate of PBDES, research should be focussed

on:

Experimental confirmation of the physical-chemical properties of individual
congeners, with focus on BDE 209, since that compound is the one most commonly
used. Thisinvolves development of analytical methods.

Measuring environmental concentrations of individual PBDE congenersin
Stockholm, with focus on air, soil and sediment.

Identifying emission sources and rates more thoroughly, preferably through
experimental studies, and thus also media of release.

Estimating inflow concentrations, perhaps through development of aregional
fugacity model of Sweden and prediction of national background levels.

Studying the environmental distribution in the summer and in the winter, e.g.
through using a fugacity model with temperature correction as discussed in section
7.2.

7.2 Improvement of the CeStoc model

In order to improve and develop the CeStoc model further, the following issues should
be addressed:

Validation or calibration with other organic compounds, for which properties, local
emissions and environmental occurrence are well known, preferably in combination
with the six-stage process described in this report.

A multivariate sensitivity analysis should be performed, e.g. through using
multivariate projection methods, such as principal component analysis (PCA) and/or
partial least squares projection to latent structures (PLS). The input variables used in
the CeStoc and other fugacity models contain many assumptions and it would be
useful to identify the parameters that have the greatest impact on the output, i.e.
environmental concentrations, persistence and so on. Due to the large amount of
input data this identification is hard to perform just by looking at the results, and a
multivariate approach is more convenient. With the help of multivariate analysis
programs, e.g. the SIMCA program (Eriksson et al. 1999) the interactions between
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various input parameters and response parameters can be identified, which in turn
would indicate which input data that are crucial for the model results. Thiswould be
useful when thereisalack of datain e.g. physical-chemical properties, which often
is the case with emerging chemicals, or when environmental parameters are
uncertain. Thiskind of approach would be convenient for any multimedia fugacity
model, and not only for the CeStoc model.

e A temperature correction should be included in the CeStoc, especialy if modelling
compounds where physical-chemical properties are well determined. The physical-
chemical properties used in this study are all based on data at 25°C, which is not
applicable as a mean temperature in Stockholm. Rather the mean temperature lies
around 10°C (SLB website, 2001). This could cause an error in the calculations
since many of the physical-chemical properties are temperature dependent, which in
turn affects the partitioning properties.

e |norder to make the CeStoc model user friendly, it should be converted to a more
convenient programming language, e.g. Visual Basic, which is the one most
commonly used for fugacity models.

49



The Environmenta Fate of Polybrominated Diphenyl Ethersin the Centre of Stockholm 1V L-rapport 1400
- Assessment Using a Multimedia Fugacity Model

8 Conclusions

A multimedia fugacity model (the CeStoc model) has been devel oped that is applicable
for non-ionic organic chemicals in urban areas. It has been parameterised to the centre
of Stockholm, but could be applied to other cities aswell. It has been run for
fluoranthene and three PBDE congeners, showing satisfactory agreement with observed
environmental concentrations.

The CeStoc model indicates that soil isthe largest sink for the PBDEs that stay in the
area, and sediment the second largest. Therefore, these two media should be the focus of
research and measurements of these compounds. According to the CeStoc resullts, the
concentration of PBDEs in the urban film is very high (mg/m®). However since this
compartment has avery small volume compared to the others, the amounts residing here
areminor. Still, the film has a potential to act as a storage compartment for PBDES as
well as other organic compounds, and therefore, the contribution of the film to the
PBDE levelsin e.g. surface waters may not be negligible.

Using the current emission estimates, the majority of the PBDES emitted to the
Stockholm environment is transported out of the system through air advection. This
indicates potential for long-range transport, which is confirmed by other studies
showing detectable levels of PBDEs in mammals from the Atlantic. However, media of
release largely affects the fate of these compounds, since mainly the chemical emitted to
air is being advected, whereas emission to other compartments mainly remainsin the
system.

The degree of bromination does not seem to influence the environmental distribution to
any great extent. There is an indication that higher bromination levels cause larger
amounts residing in soil. The uncertainty in vapour pressure of BDE 209 however seem
to influence this pattern; lowering the value of this parameter yields a more significant
dependence pattern of degree of bromination.

Except for the parameter just mentioned, physical-chemical properties do not affect the
partitioning of PBDESs in the studied area to any great extent. When assuming equal
emissions of all congeners, the distribution pattern looks quite much the same, even
though parameters such as log Kow and water solubility differ considerably. Thus, itis
concluded that in such a small area as the centre of Stockholm, other parameters are
crucial, such asresidence timein air, and above all media of release. Greater
fractionation would be expected for alarger area.

The predicted concentrations of individual PBDE congeners for water and sediment are
well comparable to measured levels of individual PCB congenersin sedimentsin
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Stockholm and water from the Baltic Sea. Thisindicates that the potentia impact of
PBDEs s of about the same size as the PCBs.

The CeStoc model provides a useful tool for environmental authorities in the region.
Combined with generic models that gives a more complete picture of the environmental
fate of achemical the model could be used as:

e A necessary link between material flow analysis (MFA) and environmental
monitoring, to reconcile emission estimates with observed environmental levels.

e Atool ininitial screening-projects for new chemicals, in order to identify the
chemicals most likely to be persistent and the most sensitive media.

e A basisfor development of monitoring programmes, for the same reasons as
mentioned above.

Finally, the CeStoc model isalevel IV modél. In this project, only the level 111 situation
was considered, but it is possible to simulate time-changing emissions and thus study
the change in environmental concentrations over time, which also would give an
implication of recovery time for the environment of interest. In order to do this,
historical emissions and background levels have to be known, but the model can also be
used to show what would happen with the environmental concentrations of a substance
if emissions decreased or ceased completely.
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Appendix 1

Environmental input parameters and their references

Parameter Symbol Value Reference
Area 47 km? A-M Hellsten pers. comm.
Percentage water surface 25 A-M Hellsten pers. comm.
Air height 0.6 km C Johansson pers. comm.
Water depth 15m GFK 2000
Soil depth 5cm Half the value of Mackay
(1991)
Sediment depth lcm Mackay (1991)
Percentage impervious surface 50 GFK 2000
ISI (impervious surface index) ISI 2.4 Calculated
Thickness of urban film Te 137 nm Mid-point value from
Diamond et al. (2000)
Washoff rate constant w 1.3x10° h' Calculated
Volume fraction particles in air PM2.5 Vg 8.7x10™ Calc. from Wallin (1998)
Volume fraction particles in water Vp 5x10° Mackay (1991)
Volume fraction air in soil Vas 0.2 Mackay (1991)
Volume fraction water in soil Vs 0.3 Mackay (1991)
Volume fraction solids in soil Vss 0.5 Mackay (1991)
Volume fraction water in sediment VwD 0.91 Calc. from Ostlund et al.
(1998)
Volume fraction solids in sediment Vpb 0.09 Calc. from Ostlund et al.
(1998)
Mass fraction particles in urban film Oor 0.7 Diamond et al. (2000)
Mass fraction liquid in urban film Orr 0.3 Diamond et al. (2000)
Air density PA 1.18
Water density Pw 1.0 kg/L
Urban film density PE 0.83 kg/L Diamond et al (2000)
Air particle density Po 1.7 kg/L Diamond et al. (2000)
Aquatic particle density Pp 2.4 kg/L Mackay (1991)
Soil solids density Ps 2.4 kg/L Mackay (1991)
Sediment solids density Pp 2.4 kg/L Mackay (1991)
Urban film particle density Po 1.7 kg/L Mackay (1991)
Fraction organic carbon in aquatic Xoc,p 0.12 Broman et al. (1994)
particles

Fraction organic carbon in soil solids Xoc.s 0.068 Linde et al. (2001)
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Appendix 1
Parameter Symbol Value Reference
Fraction organic carbon in sediment Xoc,p 0.046 Ostlund et al. (1998)
solids
Fraction organic carbon in urban film Xoc.F 0.74 Diamond et al.
(manuscript)
Air-side MTC over water Kaw 3 m/h Mackay & Paterson (1991)
Water-side MTC kww 0.03 m/h Mackay & Paterson (1991)
Diffusion to stratosphere Ust 0.01 m/h Mackay & Paterson (1991)
Rain rate Ur 0.54 m/ar A-M Holst pers. comm.
Scavenging ratio Q 200,000 Mackay (1991)
Dry deposition velocity Up 0.7 m/h Caffrey et al. (1998)
Air-side MTC over soil Ksa 5m/h Mackay (1991)
Diffusion path length in soil Ys 2.5cm Mackay & Paterson (1991)
Molecular diffusivity in air Bua 0.04 m%h Mackay & Paterson (1991)
Molecular diffusivity in water Bumw 4x10°m%h  Mackay & Paterson (1991)
Water runoff rate from soil Uww 3.9x10°m/h  Mackay & Paterson (1991)
Solids runoff rate from soil Usw 2.3x10% m/h  Mackay & Paterson (1991)
Water-side MTC over sediment Kyw 0.01 m/h Mackay & Paterson (1991)
Diffusion path length in sediment Yo 0.5cm Mackay & Paterson (1991)
Sediment deposition rate Upx 1.7x10° m/h Calc. from Broman et
al.(1994)
Sediment resuspension rate Urx 1.0x107 m/h Upx - Usx
Sediment burial rate Ugx 1.6x10° m/h Calc. from Ostlund et al.
(1998)
Air-side air-film MTC Kar 3m/h Assumption that Kar = Kaw
Film-side air film MTC Kre varies Calc. according to Trapp
(1995)
Film-water MTC Kew 1.8x10™" m/h TexW (Diamond et al.
manuscript)
Leaching rate from soil to ground U, 0.2 m/year Keml (2000)

water
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Appendix 2

Compartment Z-value Source
Air gas phase Zn=1/RT Mackay (1991)
Air particles Zo =6 x 10°P RT Mackay (1991)
Bulk air Zgp = Zp + (ZgXVQ) Mackay (1991)
Water dissolved Zw =1/H Mackay (1991)
Water particles Zp = Zy X pp X Koc X Xocp Mackay (1991)
Bulk water Zaw = Zyw + (ZpXVp) Mackay (1991)
Soil solids Zs =Zy X ps X Koc X Xoc s Mackay (1991)
Air in soil Zn=1/RT Mackay (1991)
Water in soll Zw=1H Mackay (1991)
Bulk soil Zps = (VaX Zp) + (Vyy XZw) + (Vs X Zs) Mackay (1991)
Sediment solids Zp = Zy X pp X Koc X Xocp Mackay (1991)
Sediment pore water Zw=1H Mackay (1991)
Bulk sediment Zpp = (Vw X Zw) + (Vp X Zp) Mackay (1991)

Pure urban film
Particles in film

Bulk urban film

Zr = Zyw X Kow X Xoc,F
Zo = 6 x 10°/P RT
Zgr = (Zr X O) + (Zo X q)

Diamond et al. (ms)

Mackay (1991)

Diamond et al. (ms)
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D-values. The total D-values are denoted by numbers: Air = 1, Water = 2, Soil = 3,

Sediment = 4, Urban film =5

Compartment Process Process D Total D
Diffusion Dyw = L/(1/KawAawZa +
1/kWWAAWZW)
Air-water Rain dissolution Drw = AawUrZw
Wet deposition Dow = AawUrQVoZg D12 = Dyw +Dgrw + Dow + Dpw
Dry deposition Dow = AawUpVoZg D51 = Dyw
Air — soil Diffusion Dys = 1/(1/kspAnsZa +
Ys/(Aas(BaeZa + BweZw)))
Rain dissolution Dgrs = AasUrZw
Wet deposition Dgs = AasUrQVoZg D13 = Dys + Drs + Dgs + Dps
Dry deposition Dbs = AasUpVoZo D31 = Dys
Soil - water Solids runoff Dsw = AasUswZs D3, = Dsw + Dww
Water runoff Dww = AasUwwZw Dy3=0
Sediment- Diffusion D1x = W/(UKywAwpZw +
water Yo/AwpBwxZw)
Deposition Dpx = AwpUpxZp D,4 = Dy + Dpx
Resuspension Drx = AwpUrxZx D4, = D1y + Dgrx
Luft — film Diffusion Dyr = Y(U/KarAarZa +
VKerAnrZF)
Rain dissolution Dgrr = AarUrZw
Wet deposition Daor = AxrUrQVoZg D15= Dy + Dgrr + Dgr + Dor
Dry deposition Dor = AarUpVoZg D51 = Dyr
Film — water Film washoff Dew = Aar KewZar Dsy = AaekpwZie
Reaction Dri = KriViZi
Advection Dai = GiZi
Transfer to Dst = Ust (Aaw + Aas)Za
stratosphere
Sediment Dex = UexAwpZx
burial

Leaching from
soil to
groundwater

Dis = UisAnsZw
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