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Abstract

In this research, determination of 9 volatile organic compounds in
environmental samples was studied. The volatile organic compounds including; vinyl
chloride, 1,3-butadiene, dichloromethane, chloroform, 1,2-dichloroethane, benzene,
1,2-dichloropropane, trichloroethylene and tetrachloroethylene were analyzed by
gas chromatography-mass spectrometry coupled with purge and trap technique.
VOCs in samples (foods, water and soil) collected from Map Ta Phut area were
determined. The dichlormethane chloroform benzene 1,2-dichloroethylene and
tetrachloroethylene were found in food samples. Whereas, the dichloromethane,
chloroform and benzene contamination in samples were found in soil and water
samples. The results were also compared with other industrial area. In addition, the
dispersion of volatile organic compounds from industry to environment was

proposed.
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VOCs Volatile Organic Compounds

GC-MS Gas chromatography mass spectrometry
PT Purge and Trap

LOD Limit of Detection

LOQ Limit of Quantification

SD Standard Deviation

RSD Relative Standard Deviation
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s VOCe waluana 3ALABA

(g/mol) °C)

1,3-Butadiene (CH,=CHCH=CH,) 54.09 13.4
Vinyl chloride (H,C=CHCL) 62.50 -4.5
Dichloromethane (CH,Cl,) 84.93 39.8
Chloroform (CHCl,) 119.38 61.5
1,2-Dichloroethane (CICH,CH,Cl) 98.96 83
Benzene (CgHg) 78.11 80
1,2-Dichloropropane (CH;CHCLCH,CL) 112.99 96
Trichloroethylene (CLICH=CCLl,) 131.39 86.7
Tetrachloroethylene (CCL,=CCl,) 165.83 121
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GLEHY - = y
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- 133 35°C ASi1 4.50 Wil ingaunnilu 60°C (25°C/uni) Ll
TUsunsugaumgil - o Q- .
gaumnQuLdU 90°C (6°C/uW) Laziiugaungiivdu 200°C
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A15197 3 leesuilidand1nsuans VOCsku SIM mode

asfidasen Mass (m/z)
Vinyl choride 62
1,3-Butadiene 54
Dichloromethane 84, 86
Chloroform 83, 85
1,2-Dichloroethane 62, 64
Benzene 78, 77
Trichloroethylene 130, 132
1,2-Dichloropropane 63, 62
Tetrachloroethylene 164, 166
Toluene D-8 (1.S.) 98, 100




Abundance

e
L

Lh

e

S - T

Vinvl chloride

L3 butadiene
Dichloromethane
Chloroform

1.2 dichloroethane
Be nzenc

1.2 dichloropropane
Trichloroethy lene
Toluene d-8 (LS.

Tetrachloroethy lene

9

e

Time (min)

5UN 1 lasulvunsuuanen1suenans VOCs 9 aila sagaadutl HP5-MS yunaldusuaudnand
nelu 0.32 fadluns 811 60 wnsindeumeauvuIvesiiay 1 lulasiuns (Tolulene-ds 14

\Juans internal standard)

ANSN 4 dNMENNzaNURINISana VOCs smewmatia PT

Hadedidnu anmzfimanga
Desorption time 0.5 min
Desorption 180 °C
Extraction time 15 min
Extraction 50 °C
Dry purge time 1 min
Transfer line 180 °C
Bake flow rate (He) 400 mL/min
Bake time 15 min
Trap VOCARB 3000

Type of sparger

25 mL fritless
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Jadeiidnen anmsfivnzay
AsLANLNde NaCl 3 %w/v
N15LNE1T antiform 0.005 %v/v
nandildlunisanin 5 §alug
paumgiinldlunisarin 0+2°C
anusalunstiunzneu 2500 SOURDUIYI
walunsiunsnou 4w
N19NT09F9Y lainsoq

WolaaneNmunzaunalayinn1sm 52989 uAINN UL 0Ue I8N ASIE AN L AWMU LN
TngAnwIANTNINANISMSIIR (limit  of detection, LOD) dIaardanisuiusuiad (imit  of
quantification, LOQ), A1uL7BY (%RSD) WagAuuLiU (%recovery) HANISANEILAAIAINITIIN 6

F1599 6 UoYAN1INTIIABUANNYNTTBYRIITNTIATILY

@13 VOCs LOD LOQ %RSD %Recovery
(ug/L) (bg/L) (n=10)
Vinyl chloride 0.34 1.12 12 140-165
1,3-Butadiene 1.94 2.62 18 124-144
Dichloromethane 0.17 0.58 20 129-164
Chloroform 0.22 0.74 8 120-133
1,2-Dichloroethane 0.15 0.49 11 95-139
Benzene 0.15 0.50 8 115-134
1,2-Dichloropropane 0.12 0.42 13 89-127
Trichloroethylene 0.17 0.56 10 100-129
Tetrachloroethylene 0.17 0.57 10 91-122
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M1379% 7 @15 VOCs nulusagaemsiuiuiuiuanaiavan (n=210)

AUUTUTINU (ug/ke)

GUIRVENUTY!
&13 VOCs Y | Aade UINIFIU AgeEan | A1wEn
dichloromethane 82 4.02 2.30 11.3 0.70
chloroform 10 1.39 0.34 3.20 0.50
benzene 67 1.49 1.07 9.40 0.10
1,2-dichloroethane 5 0.41 0.40 0.88 0.10
tetrachloroethylene 8 0.16 0.10 0.50 0.10

dmdutiinaans VOCs Anunenauviisvesinuazraliilanifanised 8-12 lneteyaingaald
wusmnedsniildmniddnstamansainveditnsieneid Tnefnuasnalsdivinisinuldun
nszns Tunengn dde mglas 0 wileay 36 fege dmsunald uzaznauazndievieay 12
Fr089 upzazng $117u 6 Fegne wansAnwInUas VOCs Tuindifiihifuneussmeity nssns
plad 9 wnnddnilifihueyssmeidusids Taewuans dichloromethane Tuszladdauann
flgn usnuaaduduves dichloromethane Tuuznsauazidsnniigadsenaazidunsizluuznga
waznAafifiuiifnuasdihmiintos Jeilentagaduans VOCs a1neneuazans VOCs flaglusu
agoosuadnlfinnni1 dwduwalifnuans dichloromethane Tud unuilndlAgsiuusinuy3anm
dichloromethane  lufhegsuzshanniian  Ssvenmandumsizuzshadiuiiiadudaiuenne
wnniwaliuindue egelsfaunisnszatefiveseududy dichloromethane Tungaasdidnunn
(Andonuunasgu 431) dehlideyaiirnueranndeuldgs SensAnwluddndeluuding
Sruausegndliuniy

A15197 8 USuuans dichloromethane keNMUIRAVDINNMASHALT

U3u1a4 dichloromethane 7inu(ug/ke)
siafnuasualal Sruufiny Ao
ALl UINTFI YIAULUTY

NLLNI 13 3.25 1.66 0.8-5.9
Uzn3n 8 5.21 3.52 1.9-11.3
FNd 6 5.45 3.39 2.8-9.9
nzla¥ 23 3.75 2.81 0.7-9.2
e 17 3.87 2.84 0.7-9.7
Nzayne 10 1.76 0.91 0.7-3.6
nNaaY 8 3.44 1.18 1.4-52
ESURN 2 4.35 4.31 1.3-74




dmsuans chloroform nuludiniieswliniiensie uengn uasnulunaldfouzasnaiieaviinife
dm3U benzene wuluwn nsswmsn wavazladuulnalAesiu uinudsuna benzene Tu Yuaz
fdsnnninuznganazazlad dwsunalimulunzaznomniign egndlsimumanms@nuyiinaunes
benzene fimanszanediveseudiudumnniian wandvidiuin nsuwleuvesans benzene §

AnudsauwresoyaunIvilvinisieseideyainnainle

A 2 a £ 2/
A15°991 9 USunauans chloroform wanauviinvornuazuald

U3u1eu chloroform ﬁWU(ug/kg)
wilannuaznalil Srunufing Andesuy
ALl UINTFI YIAUDUTY

NLINI - ) _ _
ygnsn 7 2.22 0.65 1.6-3.2

Fa - i _ _

G - i _ _

e - i _ _
ULRYND 3 0.57 0.04 0.5-0.6

nane - i _ _

AERUPN - i _ _

AN5199 10 USUNadns benzene wWanANUIRATBIRNLASHA LY

U31nad benzene finu(ug/ke)
P IEARIEY Sruaufinu Andeaiuy
Aade UINTFI YIANULUTY

NILINT 14 2.01 1.81 0.1-5.6
ULN3 10 0.68 0.48 0.1-1.5
Fa 3 2.60 0.29 2.4-2.9
pzlad 13 0.73 0.64 0.1-1.6
e 15 2.59 2.62 0.4-9.4
Ugazne 5 1.46 1.69 0.1-4.7
naae 4 0.53 0.32 0.2-0.9
AERUPN 3 1.32 0.72 0.3-2.2

@3y 1,2-dichloroethane wuwzlulunzngaduau 5 Meglawagnuanmaiuimegiauiies 2
A3e Failildanunsavenuwiliunisuuilounazanmnues 1,2-dichloroethane  laagnsuuuau
wenani §m3U tetrachloroethylene wuludinees 3 wilalawnugnin nglasuazan uenanilua

A15ANEILAAITALTIUINTIUIUFI9819NMTIANUE1S chloroform 1,2-dichloroethane Ay
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tetrachloroethylene fid1uullaeni1@13 dichloromethane Wag benzene ag1siitud1AY TR
Tudeatymnisuuideuvssars VOCs Tudiegreinuavualilaun dichloromethane  uag

benzene 110N @15 VOCs viindue

A15799 11 USueuans 1,2-dichloroethane LUNANUBLAVDIENATHA L

siafnwaznalyl

FIUIUNNU

U3uneu 1,2-dichloroethane ﬁWU(Mg/kg)

ALRAY

AU U
UINTFIY

%9ANULIUTY

NTTLNIN

ULNINA
Y

0.41

0.40

0.10-0.88

AR

aelas

A15991 12 USUeudns tetrachloroethylene wonmuasiinuasdniaznalil

. USunad tetrachloroethylene ‘ﬁ‘W‘U(Mg/kg)
vilannuaznalil MWAUTNNY N
ALl UINTFI YIAUDUTY
NITINT - - - -
Ugnge 4 0.25 0.17 0.10-0.50
6N - - - -
nzlpd 3 0.13 0.05 0.10-0.20
% 1 0.10- - 0.1
Uzazne - - - -
naaey - - - -
19 - - - -

NaNITIATIEENT VOCs  Tudregnenszimsiiiuannnsinevinlu linuas VOCs ynaile
Yuleulumiedns (Mnd1dlindrinninsaatn) Fauansliiudnisyudeuvesals VOCs 210

Awandeudons lasdoyauiunamesans VOCs fvuteuluusseniauinaunme dadufoya
nnsumuauLaiy numstudeuvesans VOCs Tusnimuansdensail 13 uasdmnasgiuas
VOCs maszniArniznssunsaanndenuisiuanslunsnsdl 14 wud1 1,3-butadiene wag 1,2-
dichloroethane way benzene fidgafunitdmnasgniluuisd lngiawzog1sds benzene wuns
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a

YudauiiiiuAunasgiudnuiuninian 3sinlinanisiasisians VOCs Tudhegnadnuasnald@my

q
(%

@13 benzene F1uUNIN UBNAINUATIIN 1,3-butadiene FznuiuAImIATEIUTUUTIEIN ALY
wulusogsinuazraliifleannn 1,3-butadiene Wuansiiaaifiendn (-13 oseuwaldoa) Fevinld
a13 1,3-butadiene  Asiogluusseiniaunndt i fu uwde 813 uenarnifeudnuiina
dichloromethane  TuusseiniAvawnuIuAINAazliAuA1InsgIY WiteyadanuyTuin
dichloromethane a&ﬂuizﬁuquﬁmﬁwﬁu benzene Fwilvinu dichloromethane Tudaaen9in
waznalsifinsfn

M15°9% 13 Anade 24 9lues1eUv09a13 VOCs 9 ¥ila 5813t 2550-2557 (18383 nNsuAIUAY

Uay)
o . , menududuluussenieaae 24 99l (Wan/uaa)
ANTOUNSITUNENY

2550 2551 2552 2553 2554 | 2555 2556 2557
Vinyl chloride 1.20 1.40 0.94 2.70 100 | 092 100 0.52
1,3-Butadiene 0.57 0.53 0.54 0.43 078 | 1.40 0.70 1.9
Dichloromethane 0.82 1.70 30 0.85 110 | 430 2.20 13.00
Chloroform 0.18 0.07 0.13 0.23 064 | 052 0.24 0.15
1,2-dichloroethylene 21 5.9 16 0.94 130 | 1.00 2.9 3.00
Benzene 3.8 3.0 3.8 4.1 6.3 5.3 5.3 5.4
Trichloroethylene 0.18 0.17 0.16 0.34 0.28 12 0.24 0.45
1,2-dichloropropane 0.14 0.11 0.05 0.27 033 | 041 0.18 0.09
tetrachloroethylene 0.17 0.09 0.22 0.30 013 | 013 0.18 0.20

4. N15IAIITIA29E19UILAZAY

lun1slesgidedniniifuainaasdaisisay YeuivesUsevivuluiuiwaziuusiialng
AARIANTTME INuUSUMENS VOCs Mntialuyndiegne dmsudedisiuasiuaindneviilm
v v w v a oA ] I oA A S a a
Jandndunyslainuans VOCs ynvliawiuiieaiu davenlidnans VOCs lafesilleglutiianu wag
a & - I v o & A o \ =
AuLlledannas VOCs uansisemeidulelade dauiiognanuseuduainuiaiian Jaseivgeasn
g1t ([R31) waghu 1Wgenia Jwinlndans VOCs  Tudiegranagaululinaiosndn
Undinn1snsIvinvesuiell
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dl 1 a a 6 1
#1979 14 ﬂ’]ﬂﬁ@ii']ﬂﬁ?i@ﬂﬂiﬂi%LMEN’]EJI‘LJUiSW]ﬂIVIEJ

ANTDUNSIITNENNY Tuussermaill | Tuussermerlulu rlgain fiu
Twaan 19" a1 24 Falusg @ (lulasnsuse (Hadnsuns
(lulasnsusiogn (lulasnsusiogn dn9) Alansu)

UIANLLAT) VIANLUAT)

LUUTU 1.7 7.6 5 6.5

(Benzene)

Tilamaolsn 10 20 - -

(Vinyl Chloride)

1,2-lppaslsdinu 0.4 a8 5 3.5

(1,2-Dichloroethane)

Insmaslsiendau 23 130 5 28

(Trichloroethylene)

Iamaslsinu 22 210 5 89

(Dichloromethane)

1,2-lapaalsinsinu il 82 - -

(1,2-Dichloropropane)

LATzAABLILOVNEAU 200 400 5 57

(Tetrachloroethylene)

AaslsNeosu 0.43 57 - -

(Chloroform)

1,3-0wmladu 0.33 5.3 - -

(1,3-Butadiene)

(1) Usgn1AnnuenIsunIsaaIndouwarn® atuil 30 (W.a. 2550) 1509 RUANIATFIUANENTBUNIE
sewedigluussenmalaeniluluen 19,

(2) YssmiansumauauNaiy Besivuaaise Tadmiuanstunsdseedigluvusseinialaegiialy
Tuan 24 Falus

(3) Us$NAANZNTTUNITEIIARUUIANIR aTUN 20 (w.A. 2543) (SeamnunanasgIuaun ndila

a

U

(4) UsEMAALNITTUNTALIARBUWAINA aUuNl 25 (W.A. 2547) 13BIMVUANIATTIUAMNINAY

1 Y
%

5. nsSguliiguans VOCs Tudniivgnlusnuawauaziniideainnain

WeaSsuisumsvuleuvesans VOCs 9ngaamnssy luawideiitala@nwians VOCs 9 viln
Tushegnsriniugniuituiuazndmielusain taeiufmededn 3 slaldwn dnds dnnanedauas
v 7 a < v aa & A £ o a o !
Aztiiosndnny 2 slladudnfinisugnineussrisuluiuninuane wasdordn 3 lafingi?
neaaEuane luiudeduinuinanulasinvesseyuluiiuil nan1sfinwinuas VOCs 5

¥halanA dichloromethane chloroform 1,2-dichloroethane benzene wag tetrachloroethylene
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wadansail 15 Tngmudn dichloromethane chloroform wag benzene andnfignlufiufiumuni
wmﬁﬁ'ﬁmﬂﬂdwﬁﬂﬁ%ammﬂmmmamﬁﬁfaﬁﬁ@ dmduinie 3 adaivihasdnen luans 1,2-
dichloroethane Wuiuﬁﬂﬁﬁﬁﬂgﬂiuﬁuﬁwhﬁu e tetrachloroethylene linuauuANA1IAUDENY
fisddyssrainiivgnluiuiinasinitesainnain foyannsAneiuandiiiuions
Yudouresans vOCs Tushegsomnsilanmavaneussnns wudanaden (@na 1 fw) searing
nsigdan  SIdesEninansvudane IumueﬁaﬁhjmmamgqLma'qwaﬂgﬂmaﬂﬁﬂﬁ%@)mmﬂ
parldidesnuiddmineinagiernunaniedaunadndevisddliausosounduiumas

wngdgnldifinisuuiiouans VOCs angraminssunielal sgslsimuainnisinuidlmduians

Jueuniinangaamnssulutiauunumnameavamil

.:4' I a a6 d' o A Py &
M1IN 15 Naﬂ'mllLGUNGUUGU@QaqiEJUVIiEJﬁgL‘WEJ‘Vl‘WUI‘UNﬂ‘VlUQﬂWUWULLaZ‘U@‘UWﬂ@]aW@

ALTLTU (ug/kg)
@ 2 g
[ © g
o = £ = v 2
089 g S 8 5 5
S 5 2 S s
k] Z S & <
5 O 3 S
8 o i
FAA ND ND ND 52+19 | 187+45
RN
‘UQﬂL’eN 387+88 n.d. 188+35 | 212+53 | 220+52
AR 41+10 56+22 ND 94+8 185+28
ANNIN963
‘UQﬂL’eN 229+49 | 124+18 ND 112+3 | 183%12
AR ND 38+5 ND 65+11 139+12
AU
UQﬂLE]x‘i 51+24 58+8 ND 252+12 | 140+6

6. nmswWisuifiuans vocs Tuiufiinuamadiulungasvnssudu

TumAdeilldAnummatudouresans vocs sniufiuusmn Tasfusogniuazngnoudu
MNAABIINIY  Bekudiaugaaunssanuane  fudmzauinadnduinesesmmu  uasfu
fhogrmosuasginededluuinudingn wefusegnahnnaassasisusiitaniauuwen
aﬁ’aimﬁqLﬁuéhaehmaaLLuaa:jﬁLgaﬂuU‘%L’amﬁmdn sfnwinsUudouresats  VOCs  wa
RN AnIaTed 16 way 17 nevkU3suiileutunas VOCs lumesuuasg Tuiludiuue
wouazuvauatuansiasuil 2-0 Tneshegnaiilinuans vOCs Tunniiegnsiaininunnausiny
chloroform  lufiufiwvauaty  dmwalinuans  vOCs  luyndiedns  dwdumenoufuny
dichloromethane Wag benzene lumzneufuuinanAassmniuuazuinalndrassmniu 3
wandliFiuinans VOCs fuuiounnunasenamnssuanusonnaeneuazazaueglungnoufuld
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wenanildlefnwUIunaEas VOCs luresuuasgiidesusiiuuinaaeanuas dichloromethane

chloroform uaz benzene luuSuaginindedieingu wandbiiiuimesuuasginisiududa

@15 VOCs wazavauluiiloiovemes lnenuusuna dichloromethane wag benzene Tuvesusasg

PnuraLRTgInIIUmNA  Lagwulsuna chloroform  21AMBELLIANININUA AN AN

att  Jauansliiuinfaugeavnssuduuenmieaindauuiunmedansilymuvesars VOCs @
danndouduiiuwazdndudedinsfnwdelUluddntannavesnisuulouiioniuimig

Jaaiumaly

M131N 16 @15 VOCs n5aanuluding el dmesiauagngnaufuainiuiiuiumnawasuaualty

dichloromethane chloroform benzene
PLIIRN it SD Wit SD Wl SD
ih
J1NAaBININIU ND ND ND
W19UINAABRIRNINIU 200 M ND ND ND
WNUINAABIRNINIU 1 km ND ND ND
wuame | vethlndnassmnau ND ND ND
ARDIIINLALL ALY ND 0.20 | 0.01 ND
wianady | Uineasslaunnasali ND ND ND
vneia
WINRINIU ND ND ND
Y1NAaBININIU ND ND ND
MANIIUNDIURATAL
UIURINA UURINA ND ND ND
WIANIIUNDIAIUTIUAN ND ND ND
1WA | manggu ND ND ND
waNada I RHBIE ND ND ND
AENOUAU
UYNARDIRNNIY 0.76 0.06 ND 2.53 0.10
wugma | Uernlndnaaammu 054 | 0.05 ND 213 | 0.19
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M15099 17 USuadans VOCs finsianulusiegiaviosuaag

U3uauans VOCs (grke)

Dichloromethane Chloroform Benzene
A998y 1aae SD 128 SD 128 SD
wanaug S 1.10 0.09 0.18 0.01 a.21 0.37
unauavs L 0.71 0.01 0.19 0.01 2.98 0.11
UURINA S 0.19 0.02 0.46 0.04 0.91 0.05
WURINe L 0.40 0.03 0.45 0.04 1.84 0.16
VIS NOYVYUIALAN L: NosvUIA LN
1.40
1.20 i
1.00
%.: 0.80
:é ®
= 0.60
@
0.40 (]
0.20 [}
0.00
I GHPUSE unawate L UIUMINA S UURINA L

5UN 2 Y3uauans dichloromethane lusiiagnavioguaaag

Usunau(ugrkg)
o
S

uvanaty S

uauaty L

WUAA S 1UAMNA L

UM 3 Y3auans chloroform Tudieghaviesuuag
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4.50
4.00
3.50
B 3.00 3
>
2
3 250
e
7
S 200 E
1.50
1.00 -
0.50
0.00
unauats S unanavy L AR S HIUANA L

Y 1

JUN 4 feee benzene Tudtegaviosuuasy)

7. malsuidisunsuuideunesans VOCs fuAanesgiu
mamiﬁﬂwﬂﬂwumsﬂuL?jauﬁLﬁuﬁiwmmgmmaqﬂigmﬂﬂmzmimmi%qLL'amé’auLmea
79413 VOCs  lushedniuariuaindiegisluiuiiiaugnannssusiuame uinsamunis
Judouresans VoCs Tushegnsawns uinstudeusinaneglussaulalasniuseflansudsfion
Hudsinaiisnann waglinusenudsasgunisiudouvesans Vocs  luiegsermsives
Uszinalneuazanassing 3daililiannsovenseduaududunssainnsuilanomsidans
VOCs Yuidlould egnslsfimuiuszanaunilnnomsuasindiinsuudeuans VoCs anunsoannis
vuideuldlnenislianufeuunisiilian vislunsdinsiusenuinvienaliian aasdnsesn
Fhethazeramangqasaiioanyiinaans VOCs fleguinuinduuonvesinuassalifndn

8. MIINTUNINTEIEVDIENT VOCs MNgRanmnssagaIndon
a5 vocs Wulgmmidannden  suldiduansdsilunsnaneiisuriwasnedweslu
goavnssutlnsedl  Fadugpanvnssuvdnvesiieugramnssumuame  warldiduswhazane
Juviddmiunsanlugnavinssuvansviagugnavnssuens mswhnnuazeln wasdumsied
Tunssurunsnduiduiude uenainilans VOCs v1ewila 1wy benzene dufiundninsiainnis
wrlvdasaiosend  Aunfunisuudouresans voCs  TuAwnedendsivarsaing  dwsuns
Uudouvesans VOCs NYAFNNTTU LINNAVIFAN Gk
(1) msomannmsvaeslodsnnlssugramnssy  9nmsnlvanuszuuviedaufaves
Tssnugmamnssunienisvudsiniy 413 VOCs wandasdussenma nsunsnszateas
Jufufienisan TasaenuhUGuuans VOCs Iummmu‘%Lamimélmdqﬂuﬁjau%ﬁ@hqm’j'}
U3hauivinariy
(2) math MnmsUudeuesnimdoutnidsvedlssnugnainngsy a13 VOCs Tuthaznnaenon
avauogluiuresmznauiuldiuvani uazogluthuinma dwsuihinfusinaglinuans vocs
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Wesanilleans VOCs fegluiintiaglasuanusouninuasunayvilias VOCs matuseme
Whgussenniesialy

(3) 21NM3VEAS VOCs NUTTEINIAGUILaLAY 1Ana1nans VOCs Negluainiavsainizeiu
AuazvessvuiadniiasefisegluiniAnnsisasnduunaniuagiu vinlians VOCs nszangla
U a = = A =i o & o & dda
TUSIN wazawndnUssnmsnisfennduiiveans VOCs 3ne1nid Aetiutilulunuing
nsUulouans VOCs lueannelidaistiungulnavseusinalaense ashinnuiounouite
Manans VOCs Tianas

a5y
TusmAdeiladnwinisuuidouvesars VOCs 9 winluiigndndon sewmaila GC-MS waz
purge and trap Wan1SANWINUIINITUWUOUYDIENS VOCs Tudeg1ain Au taze1msiszaus
(szavlulasnsusioding viselulasniuseilansy) wendniaAdeldmuiiuenaniaugnainnssy
Y o a ! o ::4' a & 1 = o & v a
usnakEgllunaeeamnssudus nenalilayvinisuuleuvesans VOCs e gadndusesd

AsENwIwaAnANULEN Ty Tasaly

NISLHEUNTITUIREY
druniavesuideilamsunsluudssyuivinisseavuiuivid Tunisusgyy
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Abstract
A sensitive purge and trap extraction technique was applied for determination of volatile
organic compounds (VOCs). The 9 VOCs which are 1,3-butadiene, dichloromethane,
chloroform, 1,2-dichloroethane, benzene, trichloroethylene, 1,2-dichloropropane and
tetrachloroethylene were quantified by gas chromatography-mass spectrometry. The optimum
conditions of purge and trap system were 15 min purge time at 50°C sample temperature. The
analytes were trapped on VOCARB 3000 trap and desorbed at 180 °C for 0.5 min. Finally,
bake step was set at 250°C for 30 min at flow rate 400 mL/min. The chromatographic
conditions were DB-5MS column, helium flow rate at 1.8 mL/min, injector temperature was
220°C. Temperature program was as follow: initial of 35°C held for 4 min increase to 90°C at
6°C/min, increase to 200°C at 35°C/min, held for 1 min. This method was successfully
applied for determination of 9 VOCs in environmental samples collected from Thailand
industrial estate and non-contaminated area in order to compare the amount of VOCs emitted

from industry.

Keyword: Volatile organic compounds, Purge and trap, GC-MS, Industrial estate
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1. Introduction
Volatile organic compounds (VOCs) are a group of low molecular weight aliphatic, aromatic
hydrocarbon and chlorinated hydrocarbon with low boiling point. VOCs have a wide range of
industry applications. VOCs are used as fuels, solvents for paints and pesticides. VOCs are
common contaminant to environmental (air, soil, water and food). VOCs are sources of air
toxic, and effect to human such as acute effect and chronic effect (cancer). Human can
exposure to VOCs by breathing, drinking water, eating food and beverage, adsorbing dust

and soil from hazardous waste (Bloemen & Burn 1993).

The aim of this work was the development of the methods for extraction and analysis of 9
VOCs using purge and trap and gas chromatography mass spectrometric techniques. The
purge-and-trap technique coupled to GC-MS has been recommended by the US
Environmental Protection Agency (EPA) for determination of trace contaminated VOCs in
environmental samples. The developed method was validated and applied to determination of
VOCs in environmental samples. The amount of VOCs from industry area and
non-contaminated area was compared in order to study the source and pathway of VOCs
emission from industry to environment and community. The samples as well as water, soil
and food samples were collected from industrial area and non-industrial area of eastern part
of Thailand. In addition, 9 VOCs as follows: 1,3-butadiene, vinyl chloride, dichloromethane,
chloroform, 1,2-dichloroethane, benzene, 1,2-dichloropropane, trichloroethylene and
tetrachloroethylene were monitored due to the recommendation by the Notification of
National Environmental Board of Thailand No. 30 (2007).

2. Methods and materials
2.1 Instrumentation and reagents
The purge and trap system (Stratum, Teledyne Tekmar, USA) coupled with Gas
chromatography 5890 series II plus couple with 5972 series mass spectrometer (Hawlett
Packard, USA) was used in this study.

Volatile organic compounds standards (1,3-butadiene, vinylchloride, dichloromethane,
chloroform, 1,2-dicholoethane, benzene, 1,2-dichloropropane, trichloro-ethylene and
tetrachloroethylene) and internal standard (Toluene D-8) were purchased from Supelco (USA).
The 250 pg/mL standard solutions were prepared in methanol and stored in refrigerator (-2°C).
Working solutions were prepared by mixing standard solutions in deionized water before
analysis. Ultra high purity (UHP) helium gas was supplied from Lab solution & engineering
(Thailand).
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2.2 Methods

The GC-MS injection was operated in splitless mode with splitless time of 2 min. Helium
carrier gas was set at 1.80ml/min. The MS condition was set detector temperature at 250 °C.
The MS was operated in the electron ionization mode (EI) at 70 eV. The selected

ion-monitoring (SIM) mode was used in analysis were listed in Table 1.

Environmental samples (water, soil and vegetable) were collected. The samples were collected
and kept in zip bag and stored in ice box during transport and then immediately frozen at -20°C
before analysis. For sample preparation for extraction of vegetable samples, vegetable sample

was cut to small pieces and stored in freezer and finally blended frozen sample by blender.

In order to study the emission of VOCs from industry, 2 industrial estates in the eastern part of
Thailand were chosen as the contaminated area. The 4 areas in the same city that without

industrial estate were chosen as non-contaminated area (controlled area).

3. Results and Discussion

3.1 The optimization of gas chromatography-mass spectrometry.

In this work, GC-MS was used to separate 9 VOCs, 1,3-butadiene, vinyl chloride,
dichloromethane, chloroform, 1,2-dichloroethane, benzene, trichloroethylene,
1,2-dichloropropane and tetrachloroethylene. Firstly, 9 VOCs separations were performed on
a 30 m and 0.25pum film thickness HP5-MS capillary column. Unfortunately, this column
could not be separated all VOCs peaks. The longer column with more film thickness of 60 m
with 1 pm film thickness HP5-MS column was chosen in order to increase separation
performance. The temperature program, initial of 35°C held for 4 min, increase to 60°C at
25°C/min, increase to 90°C at 6°C/min, increase to 200°C at 35°C/min, held for 1 min and
carrier gas flow rate of 1.8 mL/min were the optimum conditions. The 9 VOCs were
completely separated within 13.75 min. In addition, injector temperature of 220°C was
optimum condition because it provided the higher peak area of most compounds. The GC-MS

optimum conditions were summarized in Table 1.

Table 1: The optimum condition of the GC-MS and SIM ions for VOCs
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Parameters Optimum conditions

Injector temperature 220 =C

Column DB-5SMS 032 mm x60m x 1.0 um film thickness

Temperature program 33°C. held for 4 min, increase to 90°C at 6°C/min, increase to
90°C at 6°C/min, increase to 200°C at 35°C/min, held for 1 min

Carrier gas flow rate 1.8 mL/min

Detector temperature 230 °C

SIMion (m/z) 1.3 —butadiene; 54

Vinvlchloride, 62
Dichloromethane; 84 86
Chloroform; 83 85
1.2-dicholoethane; 62 64
Benzene; 78 77
1.2-dichloropropane; 63 62
Trichloroethvlene; 130 132
Tetrachloroethvlene; 164 166
Toluene D-8; 98 100

3.2 The optimization of purge and trap.

The purge and trap conditions were varied to obtain the highest sensitivity and the best
repeatability for the analysis. Firstly, helium gas purging flow rate was set at 40 mL/min in
accordance with the manufacturer’s recommendation (Meloan, 1999, Teledyne Tekmar,
2009). For the type of trap, VOCARB 3000 and VOCARB 4000, were the recommendation
traps for determination of VOCs (United States Environmental Protection Agency, 1996).
However, the higher peak areas were obtained from VOCARB 3000. Type of sparger was the
next study. The more efficient extraction was obtained from frit sparger when it was
compared with fritless sparger because the dispersion of fine bubbles provides more efficient
than that of large bubbles (Meloan, 1999). However, frit sparger could not suitable with
vegetable samples or sediment samples because sample was clogging up of the gas flow

routes. Therefore, 25 mL fritless with 15 mL sample solution was chosen in this study.

The sample temperature was the next parameter, the increasing in temperature always
increase in purge efficiency (Meloan, 1999). The sample temperature was varied 30-70°C.
The sample temperature of 50°C was chosen as the optimum condition because low boiling
point of some compounds such as vinyl chloride and 1,3-butadiene were instable when high
temperature performed. It was due to its stability and reactivity properties. In the purge time
study, the increasing in the peak area was found when the purge time increased from 5 to 11
min. However, the purge time more than 15 min led to a slightly decreasing in the peak area
in almost of the compounds. The longer purge time decreased the peak area because the
helium itself causes stripping of the trapped analytes (Campillo, Vinas, Lopez-Garcia,
Aguinaga, & Hernandez-Cordaba, 2004). Therefore, 15 min was chosen as the optimum

condition. The dry purge time was varied between 1-5 min. When the dry purge time more
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than 1 min performed, the peak areas of almost all compounds were decreased. Due to the
VOCs compounds were removed from trapped together with moisture to waste. Therefore, 1

min was the optimum condition of the dry purge time.

In desorption temperature study, the compounds were desorbed and transferred to GC-MS
instrument. The highest peak area was achieved at 180°C. When the temperature was more
than 200°C, the decreasing in peak area was found. Desorption time was studied between
0.5-4 min. The highest peak areas were obtained at desorption time between 0.5-1 min. The
decreasing in peak area was found when desorption time was more than 1 min. Thus, the
optimum desorption time was 0.5 min, which provided the high peak area for almost of the
compound. Transfer line temperature also effects on the vaporization of VOCs and prevents

the condensation of VOC:s in the injection port of GC instrument.

The transfer line temperatures of 180-240°C were varied. The decreasing in peak areas of
VOCs was found when the temperature was increased. It was found that 180°C was the
optimum transfer line temperature because at high temperature, inconstant of peak area was
monitored. Finally, bake was the step that cleans up the trapping material prior to next
analysis and removed any contamination of tailing compounds (Teledyne Tekmar, 2009).
After the desorption step, the trap temperature was raised to 260°C at 400 mL/min He flow
rate. Bake time of 10-30 min was varied. The decreasing in peak area of residue peak was
found when the bake time increased from 10-30 min. Thus, 30 min was optimum condition

for bake time. The optimization of purge and trap were summarized in Table 2

Table 2: The optimum conditions of purge and trap system.

Parameters Optimum Conditions
1. Trap VOCARB 3000
2. Sparger Sparger 25 mL fritless
3. Sample temperature 50°C
4 The purge time 13 min
3. The drypurge time 1 min
6. The desorption time 0.5 min
7. The desorption temperature 180°C
& The transfer line temperature 180°C
9 Bake time 30 min

3.3 The optimization of extraction conditions

The parameters that affect the extraction efficiency were evaluated in this study. The
parameters such as, the salting out effect, step of antifoam adding, concentration of antifoam,
extraction time, extraction temperature, centrifuge rate, centrifuge time and filtered solution

were studied. Firstly, 5 g of sample was used in optimization of extraction condition. And
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then 9 VOCs standard solutions were spiked into sample vial. In the salting out effect, the
effect of salting out was increased to extraction efficiency in analytical procedures. The
salting out effect was the decreased of solubility of analyte in water when salt was added to
the solution. Therefore, molecules of analyte will be removed of solution and into headspace
by gas flow (Satoshi, Andrea, & Kai-Uwe, 2012, Alonso, Castellanos, Besalu & Sanchez,
2012). In this research, the extraction efficiency of all compounds was improved with
addition of 3%w/v NaCl. The antifoam was also effect extraction efficiency. No addition of
antifoam, the VOCs could analyzed in vegetable samples. Since, the matrix of the samples
causes serious foaming during purge step (Campillo, Vinas, Lopez-Garcia, Aguinaga, &
Hernandez-Cordaba, 2004). Sample foaming can be reduced by decreasing the purge flow
rate or adding antifoam agent (Roose & Brinkman, 1998). The 0.005 %v/v of antifoam was

used during sample extraction process in order to eliminate of foam bubbles.

The extraction time was soaking the sample in DI-water and storage in 40mL vial. For 1-5
hour of extraction time, increasing in peak area for mostly compounds was monitored. In
addition, 10-15 hour of extraction time, decreasing in peak area and poor standard deviation
were obtained. Thus, 10-15 hour was not suitable in this extraction. Therefore, 5 hour of
extraction time was chosen as the optimum condition. The extraction temperature was the
next parameter. In general, higher temperature will cause an increase of liquid extraction
efficiency due to enhance sample wetting, better of the extraction solvent, and desorption rate
of analyte from matrix to the solvent (Koning, Janssen & Brinkman, 2009). However, VOCs
was inapplicable in extraction of higher temperature because analyte was low boiling point
and instable in high temperature. No significant difference in peak area was found when
increasing temperature. Therefore, 0°C was chosen for extraction temperature as an optimum
condition because low boiling point of some compounds such as vinyl chloride and
1,3-butadiene were instable when high temperature performed. The centrifuge rate was
performed due to fully separate the clear extracted solution and residue vegetable fiber. The
centrifuged rate of 1500 rpm was optimum condition because good separated between
precipitate and solution. It was performed to supernatant and easy to suction with syringe
before injection to PT system. In addition, the higher centrifuge speed could not effect to
extraction efficiency because the purpose of centrifuge was separated the clear extracted
solution. The centrifuge time was the next parameter, increasing in peak area of most VOCs
was found in centrifuge time of 2-4 min. However, decreasing in peak area with centrifuge

time more than 4 min was monitored. Thus, centrifuged time 4 min was optimum condition.
The filtered and non-filtered of samples before injection into PT were compared. The

increasing peak area of most VOCs was monitored when non-filtered performed. Finally,

sample preparation was 5g of vegetable weighed into a 40 mL vial, 30 mL DI-water, 3%w/v
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NaCl were then added into vial. Temperature of 0°C and time for extraction of 5 hour were
used as the optimum extraction condition. After extraction, 0.005% antifoam was added into
vial, centrifuge rate at 1500 rpm for 4 min and non-filtered before injected to PT system were

the optimum condition. The optimum conditions of extraction are summarized in table 3.

Table 3: The optimum conditions for extraction of sample.

Parameters optimum conditions
1. The salting out 3% wiv
2. Added antifoam step after extraction
3. Antifoam Concentration 0.003 Yov/v
4 The extraction time 3 hour
3. The extraction temperature 0*C
6. The centrifuge rate 1300 rpm
7. The centrifuge time 4 min
& Filtered Non-filtered

3.4 The validation method.

The optimum conditions of purge and trap coupled with gas chromatography mass
spectrometry were used for validation method. The linearity, limit of detection, limit of
quantification, precision and accuracy were studied. The linearity of 9 VOCs was of 0.05-500
pg/L. The LOD and LOQ were 0.20 ng/L-0.22 pg/L and 1.0 ng/L-0.74 pg/L, respectively.
The repeatability (%RSD, n=10) and intermediate precision (%RSD, n=9) at second level
concentration were 8-22% and 7-19%. The precision at this level are acceptable followed by
AOAC manual (AOAC International, 1993), (not over 30% at 1 pg/L level). The accuracy
was evaluated by spiking 9 VOCs in the vegetable sample. The %recovery was in the range
of 89-165%. The %recovery was acceptable followed by AOAC manual (not over 40-120%

at 1 pg/L level). The validation characteristics were summarized in table 4.

Table 4: The validation characteristics

Characteristics Value
Linearity 0.05-300 ug/L (R*>0.995)
LOD 020ngL - 022 ugL
LOQ 1.0ngT—-074 ng/L
Reatability (%R5D, n=10) 8-22 %

Intermediate (“eE.SD, n=10) 7-19%
YeRecovery 89-165%

733



3.5 Determination of VOCs in samples.

The proposed method was applied for determinations of 9 VOCs in environmental samples.
The 53 water samples and 24 soil samples were collected from 6 areas in the Rayong province,
Thailand. The VOCs of 12.5 pg/L chloroform and 2.5 pg/L benzene were found in tap sample
collected from area near the first industrial estate. The VOCs of 5.2 pg/kg dichloromethane,
1.6 pg/kg chloroform and 2.4 pg/kg benzene were found in one soil sample collected from the
area near the first industrial estate. In addition, 1.2-5.0 pg/kg dichloromethane and 0.1-0.9
ng/kg benzene were found in the second industrial estate. Whereas, no VOCs was found from
samples collected from non-contaminated areas. The amount of VOCs found in the
environmental samples from six site of study was shown in table 5. The samples that
contaminated with VOCs in area near industrial estate were not significant difference with
non-contaminated area. It was indicated that the source of VOCs in environment was not only

industry but also other reasons such as transportation or household used.

Table 5: Number of sample that VOCs contaminated in difference study area

Study area Number of sample
dichloromethane benzene chloroform
Industrial estate 1 19 16 4
Industrial estate 2 26 4 0
MNon-contaminated area 1 19 17 0
Non-contaminated area 2 1 16 0
Non-contaminated area 3 4 2 2
Non-contaminated area 4 2 0 0
{control area)

For vegetable samples, 4 types of vegetable (ivy gourd, chinese cabbage, kale, and swamp
morning glory) were collected from area near the industrial estate 1. Vegetables samples were
classified into 2 groups. i) Vegetables sell in the market near industrial estate. These
vegetable samples could not be identified the origin but generally imported from other cities.
i1) Vegetables growing in the area near industrial estate. The amount of VOCs in vegetable
obtained from market and grown by agriculturist near industrial estate was compared in this
work in order to study the sources and pathway of VOCs from industry to environment as

well as the food chain.

The results of analysis, dichloromethane, chloroform, 1,2-dichloroethane, benzene and
tetrachloroethylene were found in vegetable samples as shown in table 6. In addition, the
higher amount of benzene, dichloromethane and chloroform were found in vegetable grown
in industrial area when compare with the vegetable samples collected from the market.
Whereas, no significant difference in the amount of 1,2-dichloroethane and

tetrachloroethylene were found in both groups of vegetable samples. It was indicated that the
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trend of VOCs founded in vegetables grown in the industry area were higher than collected
from the market. Since, vegetable grown in the industrial area was effected by VOCs in the
environment. The water for agriculture contaminated from the industry could be the possible
reason. In addition, the adsorption of VOCs in air and dust particles by the vegetable could
also the pathway of VOCs from industry to the vegetables.

Table 6: VOCs found in vegetable samples collected from industrial estate area

Concentration (pg'ks)
. ) g )
Sample group | Dichloro- | o | L2-dichloro- | 5~ | Temrachloro
methane ethane etylene
. 1* n.d***, n.d. n.d. 5219 18745
Swamp morning
glory ii** | 387288 n.d. 188235 | 212253 | 220252
1 41=10 5622 n.d. 94=8 185+28
Chinese cabbage
1 225249 12418 n.d. 11243 18312
1 n.d. 38=5 n.d. 65x11 13912
Kale
ii 5124 58=8 n.d. 252x12 140=6

*j=Market, ** ii = Grown in industry area, ***n d_= Not Detected

4. Conclusion
The method for the determination of nine VOCs in environmental samples by purge and
trap-GC-MS techniques was developed. This method can be used for the quantitative
measurement of VOCs at very low concentrations (ng/L). In addition, the low level
contamination of VOCs was found in environmental samples collected from industrial area of
Thailand. However, the contamination was below the maximum concentration levels

accepted from the Notification of National Environmental Board of Thailand. In addition, the

sources of VOCs emission to environment were not only industry but also other ways such as

transportation.
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