BEICKREEEL5EZ, BONZEEDIHE
DIEHEMEIIFRERBER CHRTE TN
25,

@LAMZBEE LTIk, FlEfwB L OERO#ERE
DEUYERIEOEMAER N D, Lo LAaH
b, EBREEERE/NSIL L, TOWRFER
ERAZABEROBHEMEZHER L TV ORITLR
Thb,

— AN TR ORI EBR OIS ERBIT — &
TIEZ2 <, BREMICEEI L T A28, 3EHH
EFEOREBROERPERIND, LML, &
ERIERIIZ KRR EF HEEL, BREL
CTHREHORBHEROEHTHZ s, Z
Db, EEERZ, GOMS 1B 2850
RN EZB/NELTEHED, HEROBRHBED
o oXEMEL, —ERELLREREHV
T, DS ERE L T2 FIEICONT, £
DOHEIEERET LT,

AEERE 1L PAH I DWW RERE R E BT 3 ]
RS EN R RER A ER L, Bl B o
REBHA YV —= 7 RERET, ERBEAR
(S ~D h—H U T 1 ZhERL, DFTDO—
BEORFENZEHRT D ENFREREBE
BEONEDOFIERORBEEZRAST, TRhbb,
PAH O BREREKEL 12DV T, gNMR % V=

FHEFNICEEEORWME/ A RO, £z,

MEEEBELEZERONEEYE (Internal
Standard: IS) BL VN F a2 —=0 77 —FEZHN
72 HTHAH IE 5 Multi Internal standards Calibration
Objective (MICO) 7% GC/MS T — & ~— AR
WISATRIREE B2 bl ., EESITEDE

BMUEOELRLsmMEEZ B L, MIEREZHEL,

Ho, Qul, #iE. ERNRERTT —F—
A& AW EESHE (Multi Dimensional
Property Database - MICO -  quantitative
GC/MS (MDPD-MICO-qGC/MS)) #Bi% L7,

B. WFFEJ5HE
1. B LUK

PAH IZ, qNMR {2 X 2 #lE I E I 13 T RAZ e
d 72 I3EREE 9 ®dh & MDPD {2/ PAH 18 f&
B & #Z % ¥ (AccuStandard, Cat. No.
M-610-QC-FL) % f\ 7z, FEERIEICfE U7t
SZibEma B L OMEER, OF&E, A—T—,
BEE S, Lot F % Table 1 ITRT,

NMR D REWE X, RAEELEYE
(Traceable Reference Material: TRM) T &H 5
1,4-Bis(trimethylsilyl)benzene-d, (BTMSB, %1 3%
FEE T kX E4h) %2 . BTMSB O IEIZIZ CRM
& % Diethyl phthalate (DEP, NMJ CRM 4022-b,
M 99.98 +£ 0.09 w/iw%, MSIATBUEAN FEHE
BERBEMEMEERALEZ, E7 &
(acetone-dg) 1%, Isotec B (99.9 atom %D) % F
VN,

GC/MS @ IS ¥ BTMSB., DEP ¥ X ¢
Bisphenol-A (NMJ CRM 4030-a, §fiE 99.92 +
0.06 w/w%, SIATECIE N BEEFINR SBT3
BT @ 3 FEEIRE L7, Acetone |IFNYEHIZE T2
WAt BEgAks a~ NSO B%E, B
AKiE IV -Q (BHMK) & Hie,

2. BEEBIOERE

R LRERE (NMR) X4 — Yo 7T
—f} % INM-ECA (600 MHz, B AEZE RS
(3R : ¥k:\&4 JEOL RESONANCE)). gNMR 33
LN QNMR ZZE BT D7 I 37 MER,
BTMSB % ¥ 7 /L (0 ppm) & L, $fEZE
ppm BALTFE L7z,

GC/MS % Shimadzu GCMS-QP2010 Plus (&
e S Z2AVne,

B, UV I RIFIEXP2U(A R T —
MU RS 2RV, RO EEIT R/
B 0.0001 mg £ TRHAR - 2EE AV,
EERE L ORENAR ORI, bFREE
H (520mL A A7 T A= 10-500 L <A 7 2
VYUY FRFEBA— PRy X —(7
F B b Xstream (7T X2 KL T ERAE L),
10 mL (‘RS £0.4%), 1-5 mL (RS =
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0.5%)) % AV 7=,

3. QNMRIZ & APAHDME R E
3-1. gNMR {EHEFRORRE L ORERKE
gNMR REER OB E L CEERF O
BTMSB DEERIEIIBEHRIZE U2, T72bb,
BTMSB # 10 mg # B HEIC&E DV BV |
Aacetone-dg 50 mL {IZERL7=H D% qgNMR A
EHER & LT, qNMR FIZEH#ER+ D BTMSB @
MR A TEICHEV, DEPIZ X W IIE L TR 7z,
CRM ®—->T¥% 5 DEP £ 10 mg ZEHEIZED
Y, qNMR FFZEHER 1.0 mL (AR LTZ, 2D
K 0.6 mL 2 NMR #RBRE (5 mm ¢ x 200 mm,
MYMBETEKRSSL) THALEZLDO %
BTMSB BEREAREAKE Liz, ZDEK
% qQNMR (ZfF L DEP @ CH, x 2 3 . O'BTMSB
® CH; x 6 \[ZHET A7 T IVEE, T2,
BEZ A1) ITfRAL, QNMR FZERERS O
BTMSB DIREAKIE LTz,

M pep X Ipep % Prep

Hppp xWpgp 1007 M

MBTMSB X ]BTMSB

Wormss = H
BTMSB

7272 L. Warmmss, Woer = BTMSB F L OF DEP
DEE (mg/mL)., Mgpruss, Mpegpr = BTMSB 38 &
NDEP D435 (226.49832 F L Y 222.23370),
Hprvse, Hpep = BTMSB @ CH; x 6 33 K OV DEP @
CH, x2 D71 k%8, Igrvse, Ioer = BTMSB @
CH; x 6 BLO'DEP @ CH, x 2 D 7 F/)ViEka,
Ppep = DEP DFIE (99.98 w/w%),

3-2. PAH OHFiERE

PAH Z¥ERZH 10mg BEICEVRY, T
FHEL L 72 QNMR FEHERR 1.0 mL 28R LT,
T B DK 0.6 mL & NMR REREIZE A LT
HDOERENRIR E LTz, Z OREHARZ QNMR
IZf+ L. BTMSB D3 7 /LS8 EHEFE., PAH |2
H3ET D EZIENDRE S 7T N O,
SFE, BESZ2XQ) IRA L, PAH OHE

FEHLEZ, ZO—#EOBREEZIRITL, £
JFINLEXVBEHINTZHMEROFEY (n=3
Ave.) ZEHEHIIZ PAH OFIEME L LTE L,

H M W,
P, = Lo T H payy % part ! Wpa %100

I BTMSB IH BTMSB M BTMSB / WBTMSB

~ @

7272 L. Wamss, Wean = BTMSB 3 X O PAH
DY (mg/mL). Mprvss, Mpay = BTMSB 3 L O
PAH D4y F 8 (22649832 F L O® Table 1),
Istmses Ipan = BTMSB B L UOVPAH O ERE D~
7 FVIRETEFE. Hermss, Hpan = BTMSB 3 LTt
PAH D8 EED T v k%1, Ppay=PAH OHFE
(%)o

3-3. qNMR BIFE SR L ORETALER

gNMR JHIE SO FEARFERIL Table 1-2 1R
L7, qNMR 7 —Z fEHTIZIX. B DAL7c Free
Induction Decay (FID) 18 57 — % % & &Mt/
7 b =7 (BAREFGHASHE 3 Fastt
JEOL RESONANCE), Alice2 for qNMR) [Zi& A
LTHBWE L, $4bb, ZOY 7y
7 ET, gNMR 7 —4 % 7 — 1) = #k L OH
EIAHFEE 1TV, BIMSB B OMEE Y 7
NOBOEHBEREETRER., TOANLE
BTMSB B L U'PAH DIRE, /T8, FFEHED
7u b EEOLEWIFER O B BRI L
2TV, TEME (ME%) 2XQ) IZEWEHL
7o

4. GC/MS IZ & % PAH O34t
GC/MS DRIEGMHIZLLTIZFERR T 5,

GC/MS 4:f#: 577 A, SGE forte GC Capillary
Column BPX-5 (0.25 mm i.d. X 30 m, 0.25 pm); V£
AFE, A7y PR AR, 1ul;, A
— bk, FAIT ===V, Fx ¥ —H
A, He; 517 HMEE, 45°C - (30°C/min) - 190°C -
(2°C/min) - 200C - (15°C/min-260°C) — (5°C/min)
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-315°C (10min); 1 A 1bik, EL, A A {L&EE,

70 eV; A F—T7 = A RRE, 280C; A A4
FIRE, 300C; HIEE— K, A%y E—F;
A% HPE (m/z), 50-550, JIERTIZ EPA62S
@ DFTPP F = —=v7%1T>7= (1 E/H), %
D, REMEIER L. BEREZIERLIZB L
RO B RIE R RIE Lz,

C. BRRUVEZE

1. gNMR {2 & % PAH O#ERE

gNMR % FV T, PAH O EREAZREL G O
EZBE L7, gqNMR 227 ML RICBIESH
72 FYEY)'E BTMSB 8 L UNPAH ICHKT A&
7FVERE, KFEH. BESZBERRQ) R
AL, ENENOMEEZEH L, ERICH
WV T T ARBLORENENLD Y T &
DEH SN MEJOFYE (7T /L Ave)
% PAH O#EE L LTE L7 (Table 3), =D
#E . Anthracene 98.3% (37 7 /L8] RSD 0.2%).
Fluoranthene 99.1% (0.4%). Benz[a]anthracene

95.2% (0.6%). Benzo[b]fluoranthene 99.1% (0.6%).

Benzo[k]fluoranthene 98.3% (0.5%)
Benzo[a]pyrene 90.2% (0.9%)

Indeno[1,2,3-cd]pyrene 90.1% (1.0%)
Dibenz]a, #]anthracene 95.7% (0.2%)

Benzo[g, A, i]perylene 81.0% (0.2%) D#iEE % 5-
T, BARICE D ZOMEFBITREERD,
81.0£0.2 ~99.1 £ 0.6 % (Ave. = RSD) DIEDS
HDHZENDbhol, £, RERRICHEHES
nTwksn< N7 40—V EEE
SYERIC K DMEEME & tLE L7 (Table 4), gNMR
L VBONTHEME (n=3 Ave) 2% 953%D
Benz[a]anthracene, 76.1%@ Benzo[g A i]perylene

[ZOWTHE, BRI HEEORE D 2o 72 h3,

RIZ 2 SDHE A 100%E L CERAELER
DODRAE L, REBBEERLEESITEITo -
ETHE, BONDEEMIT 4.7 BLO 23.9%
DEEEFELDZ EWRD I ENREBINTZ,

2. MDPD (2B} 2 MiEFHRDOBE

sna~< N7 70—, X —27 mEL)
SEBRTIHEMDITIETHD Z b, OE
OIEEMERER-OREEEEIZIT, DTSR OEYE
YEOMENERICEMTORTNDZ &R
KRR THD, TD=H, RBENMEFIT I
EEMEOFERANBMEAL R D>OH DN, T
TObEWicxt LT, BT S iEEmE %
HAs « AFTAHZ LIRBRTIIRETH 5,
EHEYE L L CRASh A TIRRESLH K
Y 2 EEAEEL, BRI ES
SHEOTERABIZEAEDEAREN TV
WEWHRIERH D, 20D, ZThbEAN
TEEMEERDZELTH, BARTIE, SI~D
Fo—H BT 1 OHRBARAREL 72> T
Do
ExliohE Clz, EEEOEENEL REN
W EEE a0, BEYEIZ L TIZ, NMR
ERWE SIIZ L=V TR ERSIIE
gNMR ZBH% L7z, Z D gNMR I L T qGC/MS
DIFWREZAEDE, AENRILAWIZET S
ZRTTIER (WE . NMR A7 b L {RERRFR,
BREBRIBR, MS A7 FLE) Ik HREH
T VA NT —H_X—A MDPD &HEET 5
LT, ZhEBBTHZLICE-T, HERNE
D SI bL—H YT 1 BERINTZEEDR
W EBSITIEDOHEN 2R T5 L EX
b7 (Fig. 1)

% ZCVARHIETHE LN PAH OFIER LY
NMR A7 FVEDALEIERICONT S,
MDPD (ZiBMM L, T — & DT EED -,

3. MICO-qGC/MS % FV 7= MDPD D5
WECEEE|T. TESRDIS— D THIET 5 NIEREE
ZREL., BEOISKOTF 2 —= R EHW
TSmO R 7 MR EODBRERLE X Y&
NT U NTAERBEOHHEMESE MICO%E
ERL-, MICOIL, EBENEH)B L UEERM
EEZEMEL, I DICRHENEDO/NSWEEME
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EEHTEDZ MG, SFEX, PAH 18FEIC
DNT, BRITTT —ZX—AIZMICOZ#EA L
72 E B3R MDPD-MICO-qGC/MS #HE5E L
77
BEREPIER T2 -0 OEEREHT, PAHZ
ISTEIRE U7 AZ YW & WAZYEW)E 2 3fREA L
TEEEEER L, Eheth~Afomv ) oy
THEIZIE»Y., 7T M TEAR L, PAHD
FREARIT, SPVIEEYE & OMERHIZ XV 1Rk
L7z, 37206, IHBRWESTZY ., 3ROKRE
MEERL T — 2 _X—RZEH LT,
T—ER—ZADKRERERAVTERELYE
H U7, Table S LEAL MR K Sz, HERE
LEERME (ADRERDSEIORITOTHE) &
—%L7, £7-. BORZRD5EORITOHE
XEHERZ (RSD) b/ &<, ERENEEE
ED20%UN & EHEICEETE ZRIELI8HE
Z5EIEAT L7ZE90IED 5 ©93.3% Th -7,
T ORERIZ, —EEEYE O TREREZE

L. TNETFOEZNLT =T L2k,

MDPD-MICO-qGC/MS 23 B W HTHE FE & I C
XBHZEERLTVD, bEMOZRTIERE
F R NEEGET ABICIEEFEA L L DOD,
—BE&G L RERSRIEEDITON TR, BE
REBIERZLELET, 77206, HESTS
ERI— DR E 2 FAVND Z &< MaE A
BRI EESTEFREL T 5 HEE o7,

D. £¢®

PAH (Z2OWTiL, #MiE, NMR A7 Rl
TREFREE, MERIER, MS AT ML E—E
DOWBECEERZKRTEREB T, TV4
NT—ER—=2{FTHZ LI LY, ZEEYEY
Ang Z &<, X0 EHR2EESTR R
FHOIEZBET D LN TEE,

RKFFRIZED, TNETIZELBEARBLE
qNMR B L O qGC/MS DEHR&EIGHT 5 Z L1
LoT, BEFOIFEVWEOBET=F) 7/
X, B RRC E S W2, Bo, BFEFR
CEREOCEEELER L -EEESTELZR
MR L 2 BB,

A% BBEESITICEB VLT, ME CTRER O
Nk O b DA W Lo
MDPD-gNMR-MICO-GC/MS ¥ AT L DOEfE %
To TV FETH D,

E. HFERE
1. FaCHFE
L

2. FEHEE

1) HERKRT, ZARER, DIREL, AREE
&, el AHEEH: GOMS T —4F
— AW EEST~OFHHEHF YT L —
Ay AT AOEM, %49 EleEfELF
BEifmaasESs, 2012.11.21-22, FI.
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Table 1

Information of commercial PAH reagent products

PAH Formula Molecular mass Manufacturer®* Code No. Lot No.
Anthracene CisHio 178.22920 Wako 015-04211 STF2839

Fluoranthene CisHio 202.25060 TCl F0016 YZJTE
Benz[a]anthracene CigHp» 228.28788 Kanto 04822-60 106N2026
Benzo[b]fluoranthene ~ CyH); 252.30928 Wako 028-13651  ALQS8569
Benzo[k]fluoranthene  CyHj, 252.30928 ACROS 279732500  A0199983

Benzo[a]pyrene CyoHi2 252.30928 Sigma-Aldrich B1760  090M1400V

Indeno[1,2,3-cd]pyrene  CyHi, 276.33068 Wako 091-04451  EPHS305
Dibenz[a, h]anthracene  CyHyy 278.34656 Wako 041-26791  EPQ4053

Benzo[g, A, i]perylene CyH, 276.33068 TCI B2983 EGTSJ

Wako: Wako Pure Chemical Industries, Ltd., TCI: Tokyo Chemical Industry Co., Ltd.,
Kanto: Kanto Chemical Co., Inc., ACROS: ACROS ORGANICS,
Sigma-Aldrich: Sigma-Aldrich Co, LLC
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Table 2 Instruments and acquisition parameters

Spectrometer JINM-ECA600 (JEOL)
Probe 5 mm broadband autotune probe
" ) Multi pulse decoupling with Phase
C decoupling o
and Frequency switching (MPF-8)
Spectral width -5~ 15 ppm
Data points 64000

Auto filter
Flip angle
Pulse delay
Scan times

Sample spin

Probe temperature

Sample solvent

on (8 times)
90°

60 s (> 5*%T))
8

no spin
22-25°C

Acetone-d;

gNMR reference material 1,4-BTMSB-d,

Window function —
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Table 3 Calculated purities of samples from listed proton signals

Signal

PAH Average
1 2 3 4 5 6 7 8 9 10 (%, RSD %)
a) 4H,m 4H,m 2H, s
Anthracene b) 7.25 7.82 8.29
c) 986 98.3 98.1 98.3(0.2)
2H,m 2H,m 2H, d 2H, m 2H,d
Fluoranthene 7.17 7.45 7.68 7.79 7.85
98.5 99.0 99.7 99.4 99.0 99.1 (0.4)
2H, m 1H,t 2H, m 1H,d 1H, d IHom 1H,m 1IH,s 1IH,d 1H, s
Benz[alanthracene 7.35 741 7.48 7.65 7.69 7.88 7.99 8.26 8.73 9.16
96.2 94.2 94.5 96.1 95.2 95.0 94.9 953 956 95.5 95.2 (0.6)
2H, m 1H,t 1H,t 1H,t 1H, m 3H, m IH,s 1H,d 1H,d
Benzo[b]fluoranthene 7.22 7.45 7.50 7.60 7.81 7.92 823 839 857
99.3 98.6 98.0 99.4 99.1 99.5 100.0 993 989 99.1 (0.6)
2H, m 2H,t 2H,d 2H, m 2H,d 2H, s
Benzo[k]fluoranthene 7.29 7.50 7.70 7.77 7.94 8.26
99.0 98.3 97.6 98.6 98.2 98.0 98.3 (0.5)
1H, t IH,t  2H, d+t 1H,d 1H,d 1H,d IH,d 1H,d 1IH,s 2H,d+d
Benzo[a]pyrene 7.59 7.64 7.79 7.85 7.95 8.09 8.14 8.19 842 8.96
89.5 90.6 91.0 90.7 90.7 89.5 89.0 89.6 89.9 91.6 90.2 (0.9)
2H, t+t  2H, t+d IH,d 2H,d+d 2H,d+d 2H,d+d 1H,s
Indeno[1,2,3-cd]pyrene 7.25 7.90 7.95 8.01 8.12 8.30 8.57
91.1 88.7 89.9 89.8 90.9 89.2 90.8 90.1 (1.0)
2H,t 2H,t 2H,d 2H,d 2H,d 2H,d 2H,s
Dibenz[a,h]anthracene 7.43 7.51 7.62 7.76 7.85 8.78 9.17
95.6 95.8 95.9 96.0 95.9 95.5 95.4 95.7(0.2)
2H,t 2H,d 2H, d 2H,d 2H,d
Benzo[g, A i]perylene 7.86 7.97 8.02 8.25 8.97

81.3 81.1 80.8 80.9 81.0 81.0 (0.2)

a) Upper column shows a number of proton with the spin-spin coupling (s: singlet, d: doublet, t: triplet, m:
multiplet).
b) Middle column shows the signal region (ppm).

¢) Lower column shows the purity of each signal (%).
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Table 4 Summary of commercial reagent products purities calculated by gNMR

and labeled percentage of peak area on chromatogram by manufacturer

Purity (%)
PAH gNMR
(n=3 Ave, RSD %) Manufacturer *
Anthracene 98.6 0.54 >99.5 GC
Fluoranthene 99.2 0.10 - -
Benz[alanthracene 95.3 0.21 — -
Benzo[b]fluoranthene 99.3 0.17 99.9 HPLC/UV
Benzo[k]fluoranthene 98.2 0.27 >99 -
Benzo[a]pyrene 90.2 0.04 > 96 HPLC
Indeno[1,2,3-cd]pyrene 91.0 0.95 96.2 HPLC/UV
Dibenz{[a, h]anthracene 96.0 0.31 97.1 HPLC/UV
Benzo[g, A i]perylene 76.1 6.62 - -

* The purity means the area percentage of main peak on chromatogram.
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Table 5  Calculated quantitative value by MDPD-MICO-qGC/MS

Quantitative Concentration  Quantitative =~ RSD

PAH

ion (m/z) (mg/L) value (mg/L) (%)
Naphthalene 128 1 0.95 12.5
1-Methylnaphthalene 142 1 0.95 11.9
2-Methylnaphthalene 142 1 0.96 12.7
Acenaphthylene 152 1 0.95 11.8
Acenaphthene 153 1 0.95 11.0
Fluorene 166 1 0.96 9.6
Phenanthrene 178 1 0.96 9.0
Anthracene 178 1 0.96 10.3
Fluoranthene 202 0.1 0.098 6.2
Pyrene 202 0.1 0.098 6.2
Benz[a]anthracene 228 0.1 0.098 6.8
Chrysene 228 0.1 0.099 6.7
Benzo[b]fluoranthene 252 0.1 0.101 12.7
Benzo[k]fluoranthene 252 0.05 0.050 14.1
Benzo[a]pyrene 252 0.1 0.098 13.7
Indeno[1,2,3-cd]pyrene 276 0.1 0.104 23.6
Dibenz[a, #]anthracene 278 0.1 0.098 22.1
Benzo[g, A, i]perylene 276 0.1 0.104 23.2
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Fig. 1 Strategy of building up SI traceability system for quantitative value using MDPD
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Twenty-one data sets composed of readings collected by atmospheric ozone monitors worn by individu-
als on their clothing and installed outside their home or office were collected using Ogawa passive ozone sam-
plers in southeastern Hyogo prefecture, Japan from Septermber 12 to 13, 2011. The concentrations of personal
and outdoor ozone ranged from not detectable to 23.2ppb and from 4.7 to 38.3ppb, respectively. The mean -
concentration of personal exposure to ozone was 3.7ppb and was significantly lower than that of outdoor
ozone (18.5ppb). This suggests that the concentrations of outdoor ozone affect personal ozone exposure. How-
ever, in this study, we found no correlation between the concentrations of personal ozone and the total time
spent outdoors or the time of day the individual was outside. In contrast, the mean concentrations of outdoor
‘ozone were similar to those of ozone measured at the 12 nearest Ambient Monitoring Stations (AMSs). How-
ever, when the AMS was situated near a main road, the regional ozone levels were underestimated.

Key words ozone; air pollution; personal exposure; nitrogen dioxide; Ogawa sampler

Ozone is a strong oxidant and is mainly formed by photo-
chemical reactions from nitrogen oxides and/or reactive vola-
tile organic compounds in the atmosphere. Acute and chronic
effects of ozone exposure on human respiratory system have
been investigated by many epidemiological studies."™ Some
researchers have also reported that ozone had negative ef-
fects on cardiovascular and respiratory mortality.*® A strong
relationship has been noted between measured outdoor ozone
~ levels and ambient ozone levels measured by the nearest Am-
bient Monitoring Station (AMS).” Ozone concentrations were
usually the highest in outdoor and lowest in indoor environ-
ment.*® Therefore, in the past, these AMS data were some-
times used to evaluate the personal health risk of ozone.>®
However, the specific location of the AMS site and wind
direction around the AMS affect its value for evaluating ozone
levels at specific localities. The passive ozone sampler, named
Harvard or Ogawa passive sampler, developed by Koutrakis ez
al'® is a useful tool to accurately measure ozone concentra-
tions in a much smaller area.®>!»!? The passive ozone sampler
is able to provide a precise measure of the ozone to which a
single person may be exposed, which we call the “personal
ozone” in this paper. These samplers can measure personal
ozone exposure with a precision of *4ppb and relative error
of £10%.

In this study, passive ozone samplers were used to evaluate
the ozone exposure levels of selected personnel from Hyogo
College of Medicine and of their outdoors. This is the first
study to determine the ozone exposure levels for people living
in Japan. This study also investigates the relationship between
personal outdoor ozone exposure levels and the AMS ozone
data recorded by the nearest outdoor sampler.

Experimental

Sampling and Pretreatment Procedures Twenty-one
employees of Hyogo College of Medicine were selected as
study participants. This study was approved by the ethics

The autﬁors declare no conflict of interest.

*To whom correspondence should be addressed.

e-mail: tang@hyo-med.ac jp

committee of Hyogo College of Medicine, and informed con-
sent was obtained from each participant before the study. All
participants live in five cities of southeastern Hyogo prefecture
and their houses are located there (Fig. 1). Each person and
house was monitored by a set of personal/outdoor passive
ozone samplers (Ogawa sampler manufactured by Ogawa and
Co., Ltd., Kobe, Japan). The personal sampler was pinned to.
the top front side of participant’s clothes; the outdoor sampler

‘'was placed in a well-ventilated area outside the participant’s

house. Sampling was performed simultaneously starting at
07:00 September 12, 2011. A total of forty-two 24-h samples
were collected and stored in a refrigerator (4°C) until they
were analyzed. The study participants were .also instructed
to record their daily activities from 7:00 to 12:00, from 12:00
to 18:00, and from 18:00 to 24:00, so that the amount of time
spent outdoors could be estimated (Fig. 2).

The passive ozone sampler consists of two glass fiber filters
coated with sodium nitrite and potassium carbonate.? The
mechanism is based on the oxidation reaction of nitrite by
ozone to produce nitrate. In this study, the mean concentra-
tions of ozone during the sampling period are estimated by
the amount of produced nitrate and collection rate (21.8mL/
min).¥ The filters were treated according to the Ozone Pas-
sive Sampler Protocol published by Ogawa & Co., Ltd.'”
Two glass fiber filters were placed in a vial and 5mL ultra-
pure water (Milli-Q) was poured in the vial. After shaking
gently, the vial was left to stand for approximately 30min.
About 1mL of supernatant solution was filtered (Cosmonice

‘Filter (W), pore size 0.45 yum, ¢13mm, Nacalai Tesque, Kyoto,

Japan) and 100 4L of filtrate was injected into the HPLC sys-
tem described below. ,

HPLC System and Chemicals Nitrate was analyzed by
using an HPLC system with an UV detector. The HPLC sys-
tem consisted of a mobile phase pump (SI-1/2001, Shiseido,
Tokyo, Japan), an UV-visible detector (SI-1/2002, Shiseido,
Tokyo, Japan), a chromatopac integrator (C-R7A, Shimadzu,
Kyoto, Japan), a degasser (SI-1/2009, Shiseido, Tokyo,
Japan), a column oven with a manual injector (SI-1/2004,

© 2012 The Pharmaceutical Society of Japan
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Fig. 1. Cities in Southeastern Hyogo Prefecture in Which Samples
Were Collected

Numbers in parentheses indicate the number of samples collected in each city.

Shiseido, Tokyo, Japan), a guard column (Shim-pack IC-
GA2, 4.6 1.d.X10mm, Shimadzu, Kyoto, Japan), and a non-
suppressor type analytical column (Shim-pack IC-A3, 4.6
1.d.X150mm, Shimadzu, Kyoto, Japan). The mobile phase
‘was 0.4mm disodium phthalate (Tokyo Kasei, Tokyo, Japan)
and the flow rate was 1.0mL/min. Both the guard column and
the analytical column were maintained at 40°C in the column
oven, Standard nitrate (sodium nitrate) was purchased from
Kishida Chemical Co., Ltd. (Osaka, Japan).

Quality Control Indirect photometric detection ion chro-
matography was used for nitrate analysis. A standard solution
of nitrate (100 4L) was injected into the analysis system to
verify the method. The calibration curve showed good lin-
earity (r=0.9933) from 0.1 to 1.0 ug/mL. The detection limit
(S/N=3) was 0.1 ug/mL and the relative standard deviation
(n=3) was 4%.

In order to assess the accuracy of the passive samplers,
data from collocated passive samplers were compared to those
obtained from a UV Ozone Monitor (EG-700, EBARAJITSU-
GYO Co., Ltd., Kanagawa, Japan) at the roof of No. 9 build-
ing of Hyogo College of Medicine. The mean (+S.D.) ozone
concentrations of five 24-h data sets obtained from passive
samplers and Ozone Monitor were 23.5 (2.96) ppb and 23.9
(£2.14) ppb, respectively. In addition, the Ozone Monitor-
passive sampler/Ozone Monitor ratio of each data set was less
than 10% (in the range from 0.9 to 8.4%). Approximately 10%
of the samplers from the same batch were used as field blanks.
The mean (£S.D.) concentrations of four field blanks were 11
(£1.1) ppb. The values from the field blanks were subtracted
from the ozone measurement for calculation of the concentra-
tions of nitrate collected by the passive samplers.

Data Analysis For statistical treatment, correlation analy-
sis and multiple regression analysis were performed by using a
statistical analysis program (PASW Statistic 18, IBM, U.S.A)).
For the multiple regression analysis, the following form of the

963

model was used:
Co = ﬁlca + ﬂZP + ﬂ3D +e (1)

where C, and C, are the outdoor and the AMS ozone concen-
trations, respectively. P is the relative position of the outdoor
sampler with respect to the nearest AMS (based on the wind
direction including leeward, windward, and parallelism); D is
the distance between the outdoor sampler and its nearest AMS
and ¢ is the error term. The distance between the outdoor

* samplers and the nearest AMS was between 0.5 and 4.4km.

Results and Discussion

Outdoor Ozone A total of 21 outdoor ozone samples were
collected for this study. The mean and median ozone concen-
trations in these sample were 18.5 and 17.0ppb, respectively,
the same as the concentration levels recorded from the 12
AMS sites nearest to the outdoor samplers (mean, 16.2ppb;
median, 15.5ppb, Fig. 3)."” However, the concentrations of
outdoor ozone measured at study participants’ houses ranged
from 4.7 to 38.3ppb, while those of ozone measured by the
AMS ranged from 9.5 to 20.2ppb. The difference between
the two concentration ranges was considerably large (Fig. 3).
No clear relationship was observed between the outdoor and
AMS ozone concentrations (Fig. 4, solid line; #»=21, r=0.161,
p=0.481). However, because ozone reacts with nitric oxide in
the atmosphere, local variations in nitric oxide concentrations
may affect at atmospheric ozone levels.'® When nine data
points for the outdoor samplers and the AMS’s located within
100m of main road were deleted, a significantly positive cor-
relation between the outdoor ozone concentrations and the
AMS ozone concentrations exists (Fig. 4, dotted line; n=12,
r=0.711, p=0.001). Therefore, these results suggest that the
ozone concentrations recorded by the AMS, which keeps is
placed away from the main road, could represent the mean
levels of outdoor ozone concentrations at the home around the
AMS.

In order to further evaluate the effects of wind direction
and distance on the ozone concentrations determined from
outdoor samplers with respect to its nearest AMS, a multiple
regression analysis was performed. As shown in Eq. 2, no
relationship was observed between the outdoor ozone concen-
trations and the relative position of the AMS (p=0.89) or the
distance (p=0.11). .

C, =42.6-1.02C, -0.46P~3.79D )

Similarly, if the same nine values for the outdoor samplers and
the AMS mentioned above were ignored (samples collected
within 100m of a main road), the analysis result was

C, =0.26+1.08C, —0.80P - 0.58D ©)

In this model, only the coefficients of outdoor ozone concen-
trations and the AMS ozone concentrations were significant
(p=0.05). The relative position and the distance are less im-
portant for the outdoor ozone concentrations measured by the
Ogawa samplers.

Personal Ozone This is the first study to report the per-
sonal exposure levels of ozone in Japan. A total of 21 personal
ozone samples were obtained for this study. The mean and
the median concentrations of personal ozone samples were
3.7 and 2.7ppb, respectively, and these concentrations were
significantly lower than outdoor ozone (Fig. 3). The range of
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Questionnaire on Ozone Exposure Investigation
1.ID
2. Address
3. Start Time
()1 Sep. 12 2011 H. .M (personal)
()2 Sep. 12 2011 H. , M. (outdoor)
4. Stop Time
()1 Sep. 13 2011 © H. M. (personal)
()2 Sep. 13 2012 H. M. (outdoor)
5. Time in outdoor
06:00 - 12:00 H. M.
12:00 - 18:00 H. : M.
18:00 - 24:00 H. M.
6. Sampling Method
* Open the container and remove the sampling badge from the resealable bag.
* Check that the ID label on the bottle; (ID)-1 use for personal ozone and
(D)-2 use for outdoor ozone.
* Place sampling badge as same as the following Figures.
personal
* After sampling, replace the re-sealable bag in the brown storage bottle and tighten cap securely.
* Record daily activities during sampling period.
Noto
Thank you very much for your collaboration!
Department of Public Health,
Hyogo College of Medicine
Fig. 2. Questionnaire on Ozone Exposure Investigation
40 40
T $
o)
2 30} 30 ‘
? , y=122x-2.84
8 . ® / (r=0.711;
8] ’ i
gt | L 3 "/ p=0.010)
E rreer 2 20
g S
S w} R _
_L . . e y= -(().5713):;1; 123.4
1 P r=0.161;
. . & =0.481
Personal Outdoor AMS 0
Fig. 3. Ozone Concentrations Found in Personal and Outdoor Samples 0 1'0 2'0 3'0 40
and Ozone Levels Recorded by the Ambient Monitoring Stations (AMS)
Error bars indicate the range from minimum to maximum concentrations of each AMS

sample set. The upper and lower edges of each box represent the 75th and 25th
percentile concentration ratios, respectively. Within each box, mean and median
concentrations are indicated by the dashed and solid lines, respectively.

Fig. 4. Correlation between Outdoor Ozone Concentrations and the
AMS Ozone Concentrations

Solid line: all data (n=21), Dotted line: nine data points for the outdoor samplers
and the AMS’s located within 100m of main road were deleted (n=12).
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Fig. 5. Distribution of Data Points Showing the Lack of Correlation between Personal Ozone Concentrations and the Total Amount of Time Spent

Outdoors
(A) 07:00-24:00; (B) 07:00-12:00; (C) 12:00-18:00; (D) 18:00—-24:00.

concentrations for personal ozone was from not detectible to
23.2ppb. Compared with other studies using the same sam-
pling methodology, the mean concentrations of personal ozone
found in this study were similar to levels as in Nashville
(3.5ppb)” and lower than those in Mexico City (7.8 ppb).'®

Atmospheric ozone is formed during daylight from com-
plex mixtures of nitrogen oxides and reactive volatile organic
compounds by photochemical reactions.”” At night, however,
ozone reacts with nitrogen monoxide and disappears slowly.'®
Therefore, ozone concentrations are usually the highest in the
afternoon and low in the morning. Lee ef al. reported that the
concentrations of personal ozone were affected not only by
the total amount of time spent outdoors but also the time of
day the personal was outside.” In this study, we plotted the
concentrations of personal ozone and personal daily activities,
as shown in Figs. 5A through D. We, however, found no cor-
relation between the concentrations of personal ozone and the
total time spent outdoors or the time of day the individual was
outside. Furthermore, we also found no correlation between
the concentrations of personal ozone and the concentrations
of outdoor ozone at the same locality (r=—0.208, p=0.352).
We cannot explain these results, perhaps because our ques-
tionnaire did not include questions about the office or house
construction, equipment, and outdoor environment that they
spent during sampling period. Items such as a window fan,” a
laser printer,' or an air cleaner®® might increase ozone levels,
and the close proximity of a main road might be decrease the
ozone level.”? An improved questionnaire will be used in our
next study.

In conclusion, the concentrations of personal ozone and out-
door ozone in southeastern Hyogo were investigated by using
the Ogawa sampler. The concentrations of personal ozone
were significantly lower than that of outdoor ozone. This sug-
gests that the concentrations of outdoor ozone are important
for personal ozone exposure. However, our data found no cor-
relation between the concentrations of personal ozone and the
total time spent outdoors or the time of day the individual was
outside. In contrast, according to our data, the regional ozone
levels may be underestimating by installation feature of the
AMS, such as near the main roads.
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