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Abstract 

The PCDDS and PCDFS in sediment and soil from the Kanto region were isomer-

specifically determined and the obtained data were analyzed using principal component analysis 

(PCA) to estimate the major origins of these compounds Four major PCs were obtained and 

attributed to PCDDS and PCDFS in aerial deposition, herbicide CNP and pentachlorophenol, 

while one PC remained unattributed. The PC scores indicated relative influence ofthese origins 

1. Introduction 

Polychlorinated dibenzo~p-dioxins (PCDDs) and polychlorinated dibenzofurans (PCDFs) 

are distributed worldwide (Webster and Commoner, 1994). Among them are extremely toxic 

compounds, and people all over the world are exposed to these compounds at relatively low levels 

(Takayama et al., 1991; Startin, 1994). However, results of some anlmal experiments suggest a 

toxic effect at doses relevant to our daily exposure level (Rier et al., 1993) A comprehensive 

understanding of the enviroumental fate of these compounds from their sources to exposure 

pathways will help to effectively control our exposure to these compounds 

The major part of PCDDS and PCDFS are believed to be distributed to and accumulate in 

sediment or soil in the general enviroument as a result of their lipophilic nature and their 

persistence in those matrices (Mackay et al., 1992) Thus, sediment and soil can be considered 
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as conservative matrices which record the PCDD and PCDF input to the environment A 

detailed examination of PCDDS and PCDFS in these matrices may contribute to the 

understanding of the environmental fate of these compounds In this paper, the word 'origin' is 

used to refer to the various inputs of PCDDS and PCDFS to environmental matrices and not to the 

emission sources of these compounds 

Since PCDDS and PCDFS are made up of 210 congeners, analysis of these compounds 

yields a considerable amount of data. Multivariate statistical analyses have been utilized to 

reduce the complexity of the data. Principal component analysis (PCA) has been applied 

successfully to group the samples or to reveal the proximity between the source and 

enviroumental samples However, only a few researchers have tried to relate the obtained 

principal components (PCs) to the sources/origins ofthese compounds (Yamamoto, 1994; Ehrlich 

et al., 1994). In most ofthose applications, only the homolog total values and/or concentrations 

of 2,3,7,8-substituted compounds were used. The inclusion of other isomers as input variables 

may result in a more comprehensive analysis of the data matrix strueture (Evers et al , 1989; 

Creaser et al,, 1990) 

Recently, Brzuzy and Hites (1996) reported a gap between the emission flux to the 

atmosphere and the aerial deposition flux of PCDDS and PCDFS on a global scale (i e , 

deposition is 4 times greater than emission) They also presented a considerable disparity in the 

homolog compositions for the representative sources and for soil or sediment. In Japan. Iimited 

source inventories have become available only recently, and more quantitative information is 

required, especially regarding the source/origin and environmental fate of PCDDs and PCDFs. 

In this study, the PCDDS and PCDFS in sediment and soil from two areas in the Kanto 

region were isomer-specifically determined and the obtained data were analyzed using a 

multivariate statistical method to estimate the major origins ofthese compounds in these areas. 

2. Materials and Methods 

2.1 Determination ofPCDDs and PCDFS 

Fifteen sediment samples and two soil sarnples were collected in and around two major 

water systems in the Kanto region, namely, Lake Kasumigaura and Tokyo Bay (Fig l) the 

Kanto region is densely inhabited (approx, 10 capitahla) so that the samples are expected to be 

impacted by many kind of human activities. The sediment sampling points were selected to 

represent the spatial distribution of PCDDS and PCDFS in the Lake Kasumigaura area and the 

Tokyo Bay area. A paddy-field soil and an urban soil sample were also included in the analysis 

to represent the impact of agricultural and urban activities, respectively 

Sampling and determination of PCDDS and PCDFS followed the procedure described 

previously (Sakurai et al., 1996) Purified extracts were isomer-specifically analyzed for tetra-
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Fig. 1. 
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Sampling points and total PCDD and PCDF concentrations 

to octa-chlorinated PCDDS and PCDFS by high-resolution gas chromatography/high-resolution 

mass spectrometry using a DB-5 (60 m x 0.25 mm i d , J&W Scientific) column 

2.2 hincipal component analysis (PCA) 

From 87 chromatographic peaks on DB-5, which represent isomers or isomer clusters, 73 

peaks of reliable quantitation (i e , without samples below detection limits or samples with 

interference) were subjected to PCA. The peak concentrations were normalized to ignition 

losses (at 600 'C x I hr after drying) to reduce the effect of the difference in concentrations 

among the samples. The variance of each peak was normalized to unity using the correlation 

matrix as the input to PCA, to focus on the relative variation The eigenvectors were normal-

varimax rotated to improve the interpretability of the results. Statistical analyses were carried 

out on Statistica for Windows 5 OJ (StatSoft. Inc., 1996) and SPSS for Windows 6 O (SPSS Inc , 

1993). 

3. Results and Discussion 

3.1 PCDD and PCDF concentrations 

The total PCDD and PCDF concentrations in sediment and soil samples ranged from 377 
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to 20,300 pglg dry matter (Fig l) When normalized to ignition loss, the total concentration 

range was from 12,700 to 1 88,000 pglg ignition loss, reduced from a 54-fold dlfference to a 15-

fold difference 

3.2 Description of the principal components (PCs) 

After varimax rotation, PC-1, PC-2, PC-3 and PC-4 accounted for 530/., 160/~, 170/~ and 

9 Oo/o of the total standardized variance, respectively Each of the other PCs accounted for less 

than 1 50/~ Thus, the number of PCs was determined to be four. Descriptions of the four 

major PCs, which account for 95~/o of the total variance altogether, are summarized in Table 1 

For PCs-1 to -4, most ofthe factor loading values were greater than zero, and all loading values 

were greater than -O 3, with only one being smaller than -O 2 

3.3 Source attribution for the PCs 

Calculated PCs were interpreted by isomeric comparison to authentic references. The 

group of compounds with a high correlation to a PC can be considered to behave together in the 

studied areas. The four PCs account for the major part of the variance of organic-matter-

normalized data and may thus represent the major origins of PCDDS and PCDFS in the Kanto 

region The composition ofthe compounds with high factor loading values (r>0 7) to a PC was 

compared to that in the literature to attribute the PC to a specific origin 

Although PCDDS and PCDFS are considered stable in sediment and soil, they may undergo 

selective enrichment or loss of some congeners during transportation. These potential changes 

were not taken into account in the following discussion. 

l) PC-1 

Fig 2 shows TCDF, PeCDF and HXCDF isomer pattems of the typical samples analyzed 

in this study and of the aerial deposition collected in the same area (Ogura, 1998) Isomers or 

isomer clusters with low loading values (r<0.5) with PC-1 are removed from the plot to exclude 

the impact from other origins The similarity between the sediment isomeric pattems and those 

in aerial deposition suggests that PC-1 represents the aerial input of PCDDs and PCDFS 

Aerial depositions in another part of Japan were reported to contain tetra- to hexa-CDFs as 

major components of PCDFS (Kurokawa et al., 1992). Aerial deposition has been considered as 

one of the major PCDD and PCDF inputs to sediment (Czuczwa and Hites, 1986) These two 

findings support the link between PC-1 and the PCDDS and PCDFS in atmospheric deposition. 

It must be noted that this attribution does not necessarily imply direct deposition of these 

compounds to the sampling sites Once deposited PCDDS and PCDFS may have been conveyed 

by sediment transport. resuspension or other transport processes 
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Table 1, Descriptions ofcalculated principal components (PCs) 

Pc 1
 

2
 

3
 

4
 

contribution 

characteristic 

compoundsl) 

origin 

attribution 

530/0 

most of the 4-

to 6-CDFs 

aerial 

de position2) 

160/0 

4- and 5-CDDS/CDFS 

related to 1368- or 

1379* Cl substitution 

CNP3) 

17"/* 

5- to 7-CDD 

i somers with 

1269- Cl 

substitution 

undetermined 

9.00/0 

several 6-

to 8-

CDD/CDF 
isomers 

PCP4) 

l) isomers or isomer clusters with high loading values (r>0 7); however, no isomers or isomer 

clusters showed correlation greater than 0.7 for PC-4, and those with loading values greater than 

O 6 are described. 2) Ogura (1998) 3) Yamagishi et al. (1981). 4) Hageumaier and 

Brunner ( 1 987) 
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Fig. 2. 

Oo/o 

TCDF, PeCDF and HXCDF isomer patterns for typical sediment and aerial 

deposition: The isomers (or isomer clusters) are plotted in the order of gas-

chromatographic elution and as the ratio to the corresponding homolog total value. 

LC and TB#6 sediment samples were analyzed in this study Depositional 

PCDDS and PCDFS in Tokyo were determined by Ogura (1998). Isomers or 

isomer clusters with low loading values (r<0.5) to PC-1, namely. 2,4,6,8-TCDF 

and 2,3,4,6,8/1,2,4,6,9/1,2,3,4,7/1,2,3,4,6-PeCDF, are excluded from the plot 
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2) PC-2 

Yamagishi et al. (1981) reported 1,3,6,8-TCDD; 1,3,7,9-TCDD and 2.4,6,8-TCDF. 

resulting from chemical by-reactions of chlorophenols, as the main components of PCDDS and 

PCDFS in the herbicide CNP (1,3,5-trichlor0-2-(4-nitrophenoxy) benzene). Each eleven isomer 

or isomer cluster with a high correlation to PC-2 contains a compound(s) that is structurally 

related to I ,3,6,8- or 1,3,7,9- (or equivalent) chlorine substitution. Therefore, PC-2 is 

interpreted to represent the PCDDS and PCDFS that originate from the herbicide CNP. 

More than 70.000 tons of CNP had been applied in Japan, mainly to paddy fields, until a 

practical ban of its use in 1994 CNP was reported to contain about 1,700 and 140 ug/g of 

TCDDS and TCDFs, respectively (Yamagishi et al. , 1981). Paddy fields comprise about 100/0 

of the Kanto region Hence, it is reasonab]e that the CNP-derived PC accounts for a 

considerable part of the total variance 

3) PC-3 

All seven isomers or isomer clusters of penta- to hepta-CDDs with a high correlation to 

PC-3 are characterized by 1,2,6,9- (or equivalent) chlorine substitution. However, the authors 

were not able to attribute this composition to any reported origin or transformation process of 

PCDDS and PCDFs. Although PC-3 is referred to as origin in this paper, this may represent 

either some input or lack ofsome loss/transformation. 

4) PC-4 

PC-4 is interpreted to represent the pentaehlorophenol (PCP)-derived PCDDS and PCDFs, 

because six compounds with the highest correlation (r>0 6) to this PC, namely 1,2,4,6,8,9-

HxCDF; 1,2,3,4,6,7,8-HpCDF; 1,2,3,4,6,8,9-HpCDF; 1,2,3,4,6,7,8-HpCDD; OCDF and 

OCDD, were reported to be the main constituents of PCDDS and PCDFS in PCP (Hagenmaier 

and Brunner, 1987), About 175.000 tons of PCP had been sold in Japan until its production 

decreased dramatically in early 1970's It is not surprising that PCDDS and PCDFS originating 

from PCP still remain in the environment, considering the persistence ofthese compounds. 

3.4 Origin contribution 

PC scores, a normalized measure of variation from the mean value for each PC, are showa 

in Table 2 for each sample The PC scores indicate the relative intensity of the influence ofthe 

corresponding origin among sanrples In this analysis, high scores for PC-1, PC-2 and PC-4 

indicate more input than loss from atmospheric. CNP-derived and PCP-derived PCDDS and 

PCDFS on an organic-matter basis, respectively 

Several interesting geographical distributions were found to exist. In Tokyo Bay, samples 

from the westem part (TB#1, #4, #6) showed higher scores for PC-1 and lower scores for PC-4, 

~64-



-S9-

C:~s'l 

~'l >0~s o 

s 0> ･ ~~'o-

s o->A~~s I-

g I->A 

o 
C
 
o 
@ 

o 

o 

O 

A 

A 
~ 
A 
~ 
C
 O
 

o
 

~ 
o
 
C 
~ 

~ 

~ 

o 
o
 
o 
o
 
C o
 
A 

~ 
A 
~ 
A 
~ 
A 
A 

8#9LL 

L#aL 
9#ELL 
~#aL !(iv~r oreto:l 

~#~L 
~#8!L 

I#9~L 
fl 
Jd l!os 
~uS 

ouo la4!~! 
)IeS Pdnp~!ulnsp~~ 
~o)d: 

Zl 
J~1 a~P7 
)~:1 vJna3,runsl2X 
Orl 

fr od s-Od c-Dd r-Dd 
senoos lueuoduloo 11~djouTJd 'Z Olql~l 

~uTl~plonlo u~ oATloeg~:o s~~A Apnls sTql ul poTTdde poq~ouJ OLLL 'spunoduJoo ssoql p~pn~oul qoI~A~ 

s~sA113ul3 elT~ Jo A1~pHeA erp ~ulll3J~suouJep 'spunoduJoo po~n;~Isqns-8'L'S'Z-uou uJcuJ uoT113ulJo~u~ 

oql uo popu~dop Ale~J1;1 sod Jo suo~;1;1eJdJeluT eILL 'seldmes Jo Jequmu pol~lu~1 e~~ elTdsep 

'oJeq po;uoseld s~sA113m; eql Jo ssou~snqoJ eln ell;olpu~ sod elql3JeJdJelu~ Kl~pEeJ eseI~L 

seioos od eHl Aq po;120~pu~ eJe~L su~~1Jo 

JnoJ esoq~ Jo suollnqTJluoo eATI~leJ eql 'suT~TJO JnoJ oseq~ WcuJ ell;ul3we Alu~l;uJ seoJ13 osoql 

uT IJOS pul3 ~ueul~pos uJ SJ(JOd Pul3 saaOd 1131P V;)d mo u~OJJ popnlouoo aq ul30 s~ 'S1~aJ~ ~e~J1~~ 

oln pul~ su,SIJo polnq~J141~ oql ~noqE uo~T13uJJ:oJu~ 11~uoll,ppE IT~I~ ieqlo~ol 'sd:aOd Pul3 sCCOd 

Jo ssoooJd uolll3uuoJsul3J1 Jo u~~110 pe~JodeJ Aue ol S-Od e;nq~J;1:1; ol elq,ssod ;ou sl3NL ~I 'dOd 

puE dND epTolqJeq 'uo~llsodep olle~dsounl~ unoJJ sHa~d PuB s(J(JDd SueseJde! os po,eJdJ9su~ 

e.eNL ~ pul3 Z 'I-sod 'SeouoJOJeJ qsI~L uoslll~duJ:oo olJeuJ:os~ Xq su~~~Jo o~}oeds o~ polnq~J141~ Pul~ 

po;o~J~x9 eJoA~ 'Joq~e~olll3 soul3!J13A 11~Jol eHIJO "/.~6 JOJ polunoo01~ qoTq!YL 'sOd ~0~1~uJ Jnotl 

's~eJ~~ A138: OA~OI pu~ ~Jnl~~~umsl;)~ e~E11 eql 

u~ spunoduJoo esgql Jo su~~TJo oql e;1;ru~~se ol seldmes Tlos pul~ sueul~pos ul sdaod PU1~ s(1(IOd 

Jo uo~~euTuJJ~lop oIJToeds-JeuJ:os~ ruoJJ poull~lqo x!J113uJ ~lEp eln ol peTldd~ s,3h~ VOd 

uo!snlouoD 'V 

!(Jo;s~~ pul3 /(JoluoAu~ uo~SSTuJe pue ssoooJd IJ:odsul~J~ leluewucu~Aue sl3 qons sJol01~J poll3leJ 

qITNL uoTloeunoo uT uo~11;u~ull;xo pol,~~:ep eJOW e,mboJ spuoJl l~oTqdl3J~0e~ osoql ':)rl pue ~~:l 

JOJ Alll3~oodso 'sluouJlpos e)r31 JOJ q~1H 9JeNL 13eJ13 EmE~lwnsl3~~: eql ul seJoos E-Od eq~ 'Isl3Jluoo 

ul sluoru}pos e)r~1 JOJ ul3ql s~uewlpos JeA~J aoJ dDd WOJJ uollnqrJluoo JeH~Tq AI113Jeue~ E Iso~~ns 

soJoos v-Od ~HI '13eJ13 1;im3~,ums~~: a)r31: eql ul (L# '~# 'Z#8:1) ~J13dJs;unoo uJels~o J,9ql ul;Ip 



theoriginsofPCDDs㎜dPCDFsbased㎝thecompositionofthesecompoundsinenviro㎜cn協1

matrioes．

5．Ac㎞ow1edgme耐

　　Fimmcial　supPoi　by　CREST（Core　Res開roh危r　Evolutional　Science　a皿d　Tec㎞ology）of

Japan　Scicnce　a皿d　Techmlo醐Corporation（JST〕i昌grate血11y　ac㎞ow1cdgcd．

6．Re正ol・o皿‘＝es

Brzuzy，L　P一…mdHitcs，R．A．：E〃かo月．8o’．rκ伽o’．30．1797－I804（1996）

Creaser，C．S。，Femandes，A．R．，Harrad，S．J．a11d　Cox，E．A－1C加閉oΨ加焔21，931－938

　　　（1990）

Czuczwa，J．M一帥dHites，R．A．＝肋vかo〃．8o’．乃o伽〇五20，195－200（1986）

Ehr1ich，R．，Wemi㎎，R，J．，Johns㎝，G．W．，Su，S．H．㎝d　Pau呂tenbach，D．J．：〃o角、肋切舳．

　　　Co舳榊．「伽肋五27，486－500（1994）

Ever昌，E．H．G。，va皿Berghcm，J．W．㎜dO1ie，K．：C加閉o功舳19，459－466（1989）

Hage㎜aier，H、㎜d　Bmmcr，H、＝C加榊oψ榊16．1759－1764（1987）

Kurokawa，Y。，M餉u砥丁。，0saki，Y．andYa皿昭舳もM一：J肋vかo凧C加吻．2，849・855（1992〕

Maokay，D．，Shiu，W．Y．and　Ma，K．C一：1〃棚榊肋肋〃励oo此ψア伽肋1－C加〃肋1仰oμ”伽

　　伽∂E榊かo〃閉膚〃日1肋畑ノb”0アg舳施C加肋o口加，リo〃〃膚　〃，pp．368－566　（Lewis

　　Publisher，Che1富ea，1992）

0gura，I・11肋〃〃炮∂ω伽畑閉口〃o〃α1肋r㎞乃op　o〃灼∫此Evα〃o行o〃ρ〃∂ルわ〃αg召〃色〃ψ

　　C加〃肋1“（1998）

則er，S－E。，Martin，D．C一，Bowma皿，R．E．，Dmowski，W．P　a皿d　Becker，J．L、＝〃〃αノ〃1－

　　r0切00且21，433－441（1993）

Sakurai，T．，Kim，J、・G．，Suzuki，N．≡md　Nak｛㎜ishi，J．l　C加棚o∫p加焔33．2007－2020（1996）

Startill，J・R・1伽D’伽加苫o〃〃刎〃松pp．工15・137（Sohecter，A．，Ed．，Plenum　Pressl　New　York，

　　　1994）

丁荻ayama，K一，Miy肋，H．，Aozasa，0。，Mimura，M．帥d　Kashimoto，T。＝∫肋o4柳g．3oc．ψη一

　　32，525＿532（1991）

Webster，T。㎜dCo㎜oner，B．：伽D1αj舳洲刎舳；pp」一10（Schecter，A．，Ed．，Plen㎜

　　Press＝New　York，1994）

Y畠magishi，T．，Miyazaki，T．，Akiyama，K．，Morita，M．，Nakagawa，J．，Horii，S．㎝d　Kaneko，S．：

　　C加〃oψ舳10，l137－1144（1981）

Yamamoto，T．＝0侶α〃o加1og伽Co閉ρo舳ゐ19，269－273（1994）

一66一




