JOURNAL OF o
ENVIRONMENTAL
SCIENCES "

March 1, 2014 Volume 26 Number 3
WWw jesc.ac.cn

Sponsored by

Fesearch Center for Eco-Environmental Sciences
Chinese Academy of Sciences




ISSN 1001-0742 Journal of Environmental Sciences Vol. 26 No. 3 2014

CONTENTS

Aquatic environment

Metal composition of layered double hydroxides (LDHs) regulating C1O, adsorption to calcined LDHs via the memory effect and

hydrogen bonding

Yajie Lin, Qile Fang, BAOHANG CREM -« -« -+« «+cvxuemnnttt ittt 493
Limitation of spatial distribution of ammonia-oxidizing microorganisms in the Haihe River, China, by heavy metals

Chao Wang, Baoqing Shan, Hong Zhang, Yu Zhao <« -« -« e ceerrmm 502

Temperature sensitivity of organic compound destruction in SCWO process

Yagqin Tan, Zhemin Shen, Weimin Guo, Chuang Ouyang, Jinping Jia, Weili Jiang, Haiyun Zhou -« -« «-coveeeeveiiinii, 512
Influence of moderate pre-oxidation treatment on the physical, chemical and phosphate adsorption properties of iron-containing activated carbon

Zhengfang Wang, Mo Shi, JIUa Li, ZRENg ZReng « -« -« -««««eeemmnmemmmmtimi ettt 519
Reduction of DOM fractions and their trihalomethane formation potential in surface river water by in-line coagulation with

ceramic membrane filtration

Pharkphum Rakruam, Suraphong WAattanaChira - -« ««««« - «+«x e ettunnmtttit ettt 529
N, O emission from nitrogen removal via nitrite in oxic-anoxic granular sludge sequencing batch reactor

Hong Liang, JIaoling Yang, DAWEN GAO - -«««++««xx s termmmntttit ettt 537
Influence of stabilizers on the antimicrobial properties of silver nanoparticles introduced into natural water

Aleksandra Burkowska-But, Grzegorz Sionkowski, Maciej WalCzak -« -« -« eoeveenmmermiiiiiiiiii 542
Addition of hydrogen peroxide for the simultaneous control of bromate and odor during advanced drinking water treatment using ozone

Yongjing Wang, Jianwei Yu, DOng Zhang, MIn YAng - ««« - «««««ceeutnnetmmmnmtiit ittt 550
Nitric oxide removal by wastewater bacteria in a biotrickling filter

Hejingying Niu, Dennis Y C Leung, Chifat Wong, Tong Zhang, Mayngor Chan, Fred C C Leung -« -« -« -eceeverrrereien 555
Elucidating the removal mechanism of N,N-dimethyldithiocarbamate in an anaerobic-anoxic-oxic activated sludge system

Yongmei Li, Xianzhong Cao, Lil WAIE -« ««+« - ccext e tttutnmttitt ettt 566
Influencing factors of disinfection byproducts formation during chloramination of Cyclops metabolite solutions

Xingbin Sun, Lei Sun, Ying Lu, Jing Zhang, Kejing WANG « -« -+« ceeetunettmmtniiiii ittt 575

Atmospheric environment

Sources of nitrous and nitric oxides in paddy soils: Nitrification and denitrification

Ting Lan, Yong Han, Marco Roelcke, ROIf Nieder, ZUCONG Ca «+«-««+cvvxxeerermmnnmmmminetiiii ettt 581
Upper Yellow River air concentrations of organochlorine pesticides estimated from tree bark, and their relationship with socioeconomic indices
Chang He, Jun Jin, Bailin Xiang, Ying Wang, Zhaohui IMa- -« -« e ceeeeenmeenniiiiiiiii 593

Mechanism and kinetic properties of NOsz-initiated atmospheric degradation of DDT

Cai Liu, Shanging Li, Rui Gao, Juan Dang, Wenxing Wang, QINGZNU ZRang - «-«-««-««xxxeeeemmmmmmminniiiiii it 601
Sorption and phase distribution of ethanol and butanol blended gasoline vapours in the vadose zone after release

Ejikeme Ugwoha, JORN M. ANAIESEIN -« -« - «xx - rermmne ettt 608

Terrestrial environment

Effects of temperature change and tree species composition on N2O and NO emissions in acidic forest soils of subtropical China
Yi Cheng, Jing Wang, Shenqiang Wang, Zucong Cai, Lei Wang « -« -« e e ettt 617

Environmental biology

Influence of sunlight on the proliferation of cyanobacterial blooms and its potential applications in Lake Taihu, China
Qichao Zhou, Wei Chen, Kun Shan, Lingling Zheng, Lirong SONg -« -« -« v eeureennmeintiitiitiiiii e 626
Bioavailability and tissue distribution of Dechloranes in wild frogs (Rana limnocharis) from an e-waste recycling area in Southeast China

Long Li, Wenyue Wang, Quanxia Lv, Yujie Ben, XingRONg Li- -« «««««ctxxxnertutmmmmtiiniiiitiiii e 636

Environmental health and toxicology

Unexpected phenotypes of malformations induced in Xenopus tropicalis embryos by combined exposure to triphenyltin and 9-cis-retinoic acid
Jingmin Zhu, Lin Yu, Lijiao Wu, Lingling Hu, HURONG SHi -« -« «-««ceertnmettminiiiii ettt 643
Expression of sulfur uptake assimilation-related genes in response to cadmium, bensulfuron-methyl and their co-contamination in rice roots
Jian Zhou, Zegang Wang, Zhiwei Huang, Chao Lu, Zhuo Han, Jianfeng Zhang, Huimin Jiang, Cailin Ge, Juncheng Yang ---------ecovvevennnns 650



Environmental catalysis and materials

Reaction mechanism and metal ion transformation in photocatalytic ozonation of phenol and oxalic acid with Ag*/TiO;

Yingying Chen, Yongbing Xie, Jun Yang, Hongbin Cao, Yi ZRang «««««««+««xteurerumnmmumiiiiiiii i 662
Effect of TiO; calcination temperature on the photocatalytic oxidation of gaseous NH3

Hongmin Wu, Jinzhu Ma, Changbin Zhang, HOng He -« -« - v vrrrermne 673
Effects of synthesis methods on the performance of Pt + Rh/Ce( ¢Zrp 40, three-way catalysts

Zongcheng Zhan, Liyun Song, Xiaojun Liu, Jiao Jiao, Jinzhot Li, HONG He« - +«««cexxeernntemmiiiniiiiiiiiii 683
Catalytic combustion of soot over ceria-zinc mixed oxides catalysts supported onto cordierite

Leandro Fontanetti Nascimento, Renata Figueredo Martins, Rodrigo Ferreira Silva, Osvaldo Antonio Serra -« ««-««cooveeeveiieeiiinn.. 694
Effects of metal and acidic sites on the reaction by-products of butyl acetate oxidation over palladium-based catalysts

Lin Yue, Chi He, Zhengping Hao, Shunbing Wang, Hailin Wang - -« -« -« cveeeemeinmiiiii 702
Mechanism of enhanced removal of quinonic intermediates during electrochemical oxidation of Orange II under ultraviolet irradiation
Fazhan Li, GUOting Li, XiWANE ZRANG -« -+ +«+« -+ - ettt trmmtne ettt ettt 708

Serial parameter: CN 11-2629/X*1989*m*223*en*P*26*2014-3



Journal of Environmental Sciences 26 (2014) 608-616

Available online at www.sciencedirect.com

Journal of Environmental Sciences

www.jesc.ac.cn

Sorption and phase distribution of ethanol and butanol blended gasoline

vapours in the vadose zone after release

Ejikeme Ugwoha'**, John M. Andresen?

1. Chemical and Environmental Engineering, University of Nottingham, Nottingham, NG7 2RD, United Kingdom
2. School of Engineering and Physical Sciences, Heriot-Watt University, Edinburgh, EH14 4AS, United Kingdom

ARTICLE INFO

Article history:
Received 10 March 2013
revised 18 April 2013
accepted 17 May 2013

Keywords:
butanol-blended gasoline
ethanol-blended gasoline
phase distribution

soil organic matter

soil water content
sorption

ABSTRACT

The sorption and phase distribution of 20% ethanol and butanol blended gasoline (E20 and B20)
vapours have been examined in soils with varying soil organic matter (SOM) and water contents via
laboratory microcosm experiments. The presence of 20% alcohol reduced the sorption of gasoline
compounds by soil as well as the mass distribution of the compounds to soil solids. This effect
was greater for ethanol than butanol. Compared with the sorption coefficient (Kq) of unblended
gasoline compounds, the K4 of E20 gasoline compounds decreased by 54% for pentane, 54% for
methylcyclopentane (MCP) and 63% for benzene, while the K4 of B20 gasoline compounds decreased
by 39% for pentane, 38% for MCP and 49% for benzene. The retardation factor (R) of E20 gasoline
compounds decreased by 53% for pentane, 53% for MCP and 48% for benzene, while the R of B20
gasoline compounds decreased by 39% for pentane, 37% for MCP and 38% for benzene. For all SOM
and water contents tested, the K4 and R of all gasoline compounds were in the order of unblended
gasoline > B20 > E20, indicating that the use of high ethanol volume in gasoline to combat climate

vadose zone

change could put the groundwater at greater risk of contamination.

DOI: 10.1016/S1001-0742(13)60436-2

Introduction

Groundwater contamination by alcohol-blended gasoline
is a rising concern associated with the increased use of
alcohol in gasoline to meet the Clean Air Act require-
ments (Powers et al., 2001). Presently, ethanol is the most
commonly used gasoline oxygenate in the UK and other
countries of the world, including United States and Brazil
(Hahn-Héerdal et al., 2006). However, the interest in bu-
tanol has grown recently due to its advantages over ethanol.
These advantages include higher energy content, higher
miscibility with gasoline, lower vapour pressure, lower
water absorption, and higher compatibility with existing
gasoline pipelines (EBTP, 2009; US EPA, 2005). Thus,
knowing the effect of each alcohol on the sorption and

* Corresponding author. E-mail: ugwohaej@yahoo.com

phase distribution of gasoline compounds in the vadose
zone is vital in making informed decision on which alcohol
to adopt as future gasoline oxygenate.

Alcohol is being considered a suitable fuel oxygenate
since it addresses air quality objectives without seriously
deteriorating groundwater quality compared to methyl ter-
tiary butyl ether (Beller et al., 2001). As ethanol has been
in the fuel market for decades, several studies on its impact
on the sorption and distribution of gasoline compounds in
the vadose zone have been published (Adam et al., 2002;
Chen et al., 2008; Corseuil et al., 2004; Dakhel et al., 2003;
Lahvis, 2003; McDowell and Powers, 2003; Powers et al.,
2001; Ugwoha and Andresen, 2012; Yu et al., 2009). These
studies have shown that ethanol affects the infiltration,
distribution and sorption of gasoline compounds. Ethanol
partitions almost instantly and totally into the aqueous

phase, thereby increasing the solubility [0T gasoline in
water, as well as reducing surface and inteffacial tensions.
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Consequently, these processes alter the overall interactions
between gasoline, soil water and soil particles. In contrast,
since butanol is still new in the fuel market, little is known
about its potential impact on the sorption and distribution
of gasoline compounds in the vadose zone. The few studies
on butanol-blended gasoline have focused on the effect
of butanol on the biodegradation of gasoline compounds
(Gomez and Alvarez, 2010; Mariano et al., 2009).

A good knowledge of the sorption and phase distribution
of alcohol-blended gasoline in the vadose zone could pro-
vide a significant insight on its groundwater contamination
risk. When released in the vadose zone, alcohol-blended
gasoline, like other organic contaminants, is expected to
gradually partition into the vadose zone phases, i.e. soil,
water and air. This distribution between phases will depend
on the physicochemical properties of the gasoline blend
and the characteristics of the geologic media (Yu, 1995),
and can be represented by empirical relationships referred
to as partition coefficients (Huling and Weaver, 1991). Two
vital characteristics of the geologic media that have been
studied that can affect sorption and phase distribution are
soil organic matter (SOM) and soil water content. Previous
studies have shown that SOM regulates the sorption of
organic contaminants by soils (Bohn et al., 2001; Celis
et al., 2006; Chen et al., 2007; Li et al., 2009; Liu
et al., 2008; Shi et al., 2010; Sparks, 1989), and that
the removal of SOM from soils could decrease sorption
significantly (Shi et al., 2010). However, these studies
were conducted mainly with single hydrophobic organic
compounds, which lacks the intermolecular interactions
that exists amongst gasoline compounds (Lawrence et al.,
2009), hence may not be applicable to gasoline blends.
Consequently, it is still unclear how SOM will affect
the distribution of alcohol-blended gasoline compounds
between the vadose zone phases.

Studies on the effect of soil water content on the fate of
released contaminants have shown that the water content
of a soil can affect the sorption and transport of organic
contaminants in the vadose zone (Acher et al., 1989; John-
son and Perrott, 1991; Ong and Lion, 1991; Serrano and
Gallego, 2006; Site, 2001; Smith et al., 1990; Steinberg
and Kreamer, 1993). These studies argued that the increase
in the water content of a soil could reduce the available
surface area of the soil by filling some of the pores. Be-
cause water can substantially reduce the surface activities
of inorganic surfaces by occupying the high-energy sites
(Site, 2001), it is possible that increasing the water content
of a soil could also decrease the SOM sorptive capability.
Understanding the degree of this impact will be useful in
predicting the behaviour of alcohol-blended gasoline in the
soil during dry summer and wet winter.

In this study, a number of laboratory microcosm ex-
periments were performed. The soils used consisted of
uncontaminated sand with approximately 0, 1%, 3% and
5% SOM. The soil water contents tested were 0, 4.5%

and 9% (W/W). Contamination involved a vapour phase
injection of synthetic gasoline alone and blended with 20%
ethanol or butanol into the headspace of microcosms and
allowing sorption and phase distribution within the soils.
The aim of the study was to investigate the impact of the
different alcohols on the sorption and phase distribution of
gasoline compounds in vadose zones with varying SOM
and water contents. The data obtained showed that ethanol
would have a greater adverse impact on the sorption and
phase distribution of gasoline compounds in the vadose
zone than butanol.

1 Materials and methods

1.1 Alcohol-blended gasoline composition

The alcohol-blended gasoline used in this study was a
synthetic gasoline blended with 20% ethanol and butanol
individually, referred to as E20 and B20, respectively
(Table 1). The ethanol (> 99.5%) and butanol (99.8%)
were purchased from Sigma-Aldrich Chemical Company,
UK. The synthetic gasoline, referred to as unblended gaso-
line (UG), was prepared from six typical fuel compounds.
The synthetic gasoline and its components are described
elsewhere (Ugwoha and Andresen, 2012). All experiments
were performed with vapours coming from the mixture of
the compositions as given in Table 1.

The concentration of each gasoline compound in the gas
phase for the alcohol-blended fuels used was calculated
based on the initial mole fraction and vapour pressure
governed by Raoult’s law as expressed in Eq. (1) (H6hener
et al., 2003; Pasteris et al., 2002):

P°X
Ce= 77

x MW 1

where, C, (g/m?) is the concentration in gas phase, P°
(atm) is the vapour pressure, X is the mole fraction, R
(8.21x107° (m?-atm)/(K-mol)) is the universal gas con-
stant, 7 (K) is the temperature, and MW (g/mol) is the
molecular weight. The C, was converted to the desired unit
of g/mL by dividing result in g/m? by 109.

1.2 Soil description

The soils used were fully described in our previous
work (Ugwoha and Andresen, 2012). Briefly, the soils
comprised a mixture of sand and peat as the source of
SOM. The sand contained negligible amount of SOM (<
0.1%), and had a particle size distribution of coarse (20%),
medium (53%) and fine (27%). The peat contained about
96% SOM in its dry state. The sand and peat were mixed
to obtain soils consisting of 0, 1%, 3% and 5% SOM
fraction by weight, referred to as 0% fom, 1% fom. 3% fom

and 5% fom, respectively. The porosities pf the dry soils
were 0.51, 0.52, 0.53 and 0.54 while the sufface areas were
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Table 1

Ethanol and butanol blended gasoline composition

Fuel Weight Volume p at25°C? Vapour pressure Solubility H¢ Kow ©
compound in mix (%) (mL) (g/mL) at 25°C 2 (Pa) at 25°C € (g/L)
Pentane 9.6 15.3 0.626 57900 0.04 514 2818.4
Octane 25.8 36.7 0.703 1470 0.0004 211 141253.8
MCP 19.5 26.0 0.75 177320 0.4 14.7 2344.2
MCH 323 41.9 0.77 4930 0.01 17.5 7585.8
Benzene 32 3.7 0.874 9950 1.76 2.26E-01 134.9
Toluene 32 11.1 0.865 2910 0.54 2.65E-01 537.0
Fuel oxygenate
Ethanol - 0-20% 0.789 5950 Total 2.94E-04 0.5
Butanol - 0-20% 0.81 500 80.61 4.99E-04 6.9

MCP: methylcyclopentane; MCH: methylcyclohexane; H: Henry’s law constant; K, : octanol-water partition coefficient.
2 values obtained from Sigma Aldrich Material Safety Data Sheet; © value obtained from Pasteris et al. (2002) Supporting Information; ¢ values obtained

from Yaws (2008).

0.82, 1.04, 1.47 and 1.91 m%/g for 0% fom, 1% fom> 3% fom
and 5% fom, respectively.

1.3 Microcosm experiments

Table 2 Mass of gasoline compounds injected into microcosm

Fuel compound Mass injected (g)

uG E20 B20
A]l microcosm experm.]ents. were pérformed.usmg glass  penane 2 43E-03 1.58E-03 1.81E-03
vials of 60 mL as described in a previous publication (Ug-  otane 1.87E-04 1.21E-04 1.38E-04
woha and Andresen, 2012). The SOM impact experiments MCP 1.29E-03 8.39E-04 9.62E-04
were conducted with 0% fom, 1% fom, 3% fom and 5%fom  McCH 6.61E-04 4.29E-04 4.91E-04
soils, autoclaved and wetted to 9% (W/W). About 65 g of Benzene 1.53E-04 9.84E-05 1.13E-04
the soils were packed individually into the microcosm and  Toluene 1.31E-04 8.51E-05 9.75E-05

compacted to a stable height. The porosities of the soils in
the glass vials were 0.45, 0.46, 0.48 and 0.48 for 0% fom,
1% fom, 3% fom and 5% fom, respectively. The microcosms
and their contents were stored in a Thermostatic bath set
at 25°C to maintain a stable temperature throughout the
duration of the experiment. Each microcosm was contam-
inated by injecting a 10 mL gas volume of the gasoline
mixture into it using a 10 mL gas-tight syringe following
the extraction of a 10 mL air from the microcosm. The
mass of each gasoline compound in the 10 mL gas volume
for the different gasoline blends, obtained by multiplying
the gas phase concentration with the extracted gas volume,
is summarized in Table 2. The decrease in concentrations
of the gasoline compounds in the headspace of each
microcosm was monitored daily for up to 15 days by Gas
Chromatography (GC) measurements. The extraction of
the vapour phase samples as well as the GC type and
operating conditions are described elsewhere (Ugwoha and
Andresen, 2012). The increase in sorption resulting from
SOM was calculated as the difference between the average
sorption in SOM-containing soils and the average sorption
in the 0% fom soil. All experiments were performed in
triplicates.

The effect of water content on the sorptive capacity
of SOM was investigated with 5% fo, wetted to 0, 4.5%
and 9% (W/W). Microcosms were similarly treated as
described for the SOM impact experiments. For the 0 and
4.5% (W/W) experiments, the porosities of the soils were

0.46 and 0.48, respectively, while the porosity of the soil
for 9% (W/W) experiment was as described for the SOM
impact experiment. The average sorption of the UG, E20
and B20 gasoline compounds by the soil was compared
for the different water contents.

1.4 Estimation of mass distribution, sorption coefficient
and retardation factor

All calculations were performed with the vapour phase
concentrations of compounds measured from the micro-
cosm experiments. The mass of gasoline compounds that
partitioned to the soil air (M,), soil water (M,,) and soil
solid (M) phases of the vadose zone were estimated using
Egs. (2), (3) and (4), respectively (Kerfoot, 1991; Ugwoha
and Andresen, 2012). Sorption coefficient (Ky), the ratio
of the concentration of gasoline compound on the soil
(Cy) to the concentration in the water (Cy,), was estimated
using Eq. (5) (Kerfoot, 1991; Vallero, 2004). Retardation
factor (R) which relates to the extent that the migration of
a gasoline compound in the vadose zone is retarded as a
result of sorption was estimated using Eq. (6) (Hemond
and Fechner-Levy, 2000; Logan, 2012; Mehran et al.,
1987; Myrand et al., 1992; Rivett et al., 2001; Site, 2001):

M, =C, %XV, (@)

C
szﬁwi 3)
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Vi
M5=Mt—cd(va+g)—ML @)
c. H CuVa )
K= — = M, — — — M,
e M( - CVam My 5)
R=1+(9)Kd )
n

where, M, (g) is the total mass of gasoline compound
injected into the microcosm, C, (g/mL) is the vapour
phase concentration of gasoline compound measured at the
headspace of microcosm, V, (mL) and V,, (mL) are the
volumes of air and water in the microcosm, respectively,
H is the dimensionless Henry’s law constant, My, (g) is the
mass of gasoline compound lost via sampling, M (g) is
the total soil mass in microcosm, and p (kg/L) and n are
the bulk density and porosity of the soil in the microcosm,
respectively.

2 Results and discussion

2.1 SOM impact on the sorption and phase distribution
of UG, E20 and B20

2.1.1 Sorption of gasoline compounds

The headspace concentrations of selected gasoline com-
pounds for UG, E20 and B20 with increasing SOM
fractions of the soil were compared (Fig. 1). The selected
three gasoline compounds are good representatives of
the three hydrocarbon groups constituting the synthetic
gasoline mixture. Selection of the representative gasoline
compounds was necessary to reduce congestion of fig-
ure, and was based on volatility. The behaviours of the
unshown compounds followed the same trend as their
representative compounds. The headspace concentrations

of all gasoline compounds decreased with time, signifying
the increase in sorption to the soil. The addition of 20%
alcohol by volume to gasoline reduced the sorption of
all gasoline compounds due to the early high alcohol
sorption and the associated blockage of the soil surface.
This reduction was greater on day 1 and affected the
E20 gasoline compounds to a greater extent compared to
the B20 gasoline compounds. According to Yu (1995),
such reduction in sorption denotes increase in the amount
of gasoline compounds in the mobile air phase, which
represents increased risk of groundwater contamination.
Consequently, Fig. 1 suggests that E20 could result in
greater risk of groundwater contamination with gasoline
compounds than B20, and that the difference is likely to
be greatest on the first day of spill. Similar observation has
been reported for E26 gasoline compounds, where it was
noted that the presence of ethanol would have a significant
effect on gasoline compounds only at very early leaching
times when ethanol still persist and thereafter would have
insignificant effect due to ethanol wash out (Reckhorn et
al., 2001). In this study, the effects of the alcohols on
the sorption of the gasoline compounds were significant
between day 1 and 6 as the alcohols persisted in the
headspace, but insignificant between day 6 and 15 due to
the partitioning of the alcohols to the soil water. Compared
with the sorption of the UG gasoline compounds by the
0% fom soil on day 1, the reductions in the sorption of
the E20 gasoline compounds were 28% for pentane, 25%
for MCP and 91% for benzene, while the reductions in
the sorption of the B20 gasoline compounds were 7% for
pentane, 7% for MCP and 96% for benzene. Although
the sorption of benzene from B20 seemed to be reduced
to a greater extent than the benzene from E20 on day 1,
the reductions on the subsequent experimental days, when
equilibrium had been attained, were clearly higher for E20.
For example, on day 8 the reduction was 38% for E20 and

—— E20 —e— B20 —— UG
~ 40 ~ 40 ~ 40 ~ 40
) N = )
= 335 0% fom S 35+ 1% fi % 35 3% fom % 35+ 5% fom
£ 30 E30) ) ’ 230 ’
> 25 o 25+ o 25 o 25h
¥ i gE e,
g 15 s 15t 515 £ 15+ b
210 : : & 10 : : =10 : : £ 10 : :
0 5 ) 10 15 0 5 10 15 5 10 15 5 10 15
Time (days) Time (days) Time (days) Time (days)
20 20 20 20
’\__T 15 0% fom g 151 1% fom g s 3% fom %15— 5% fom
on on on
E o E 10} i E 10 S0t
[=%}
g s g st & s g s
=l = = 0 =
0 5 10 15 0 5 10 15 0 5 10 15 0 5 10 15
Time (days) Time (days) Time (days) Time (days)
~15 ~ 15 ~15 o115
E\L 0% fom %n 1% fom %ln 3% fom ED 5% fom
210 2 1o 210 Ero
p P P 2
505 5 0.5¢ 505 fgﬁé 3 o5t
N N P N =]
5 o ‘ ‘ 5 ) ‘ ‘ 5§ ‘ ‘ T2 ; :
= % 5 10 159 o 5 10 159 0 5 10 15 0 5 10 15
Time (days) Time (days) Time (days) Time (days)

Fig. 1 Headspace concentrations of gasoline compounds with increasing SOM fraction (fom) of soils as a function of gasolirfe composition.
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7% for B20, and on day 15 it was 25% for E20 and 20%
for B20.

The increase in the SOM fraction of soils resulted in a
rapid and greater sorption for all the gasoline compounds.
This impact varied with gasoline composition. SOM pro-
moted the sorption of the B20 gasoline compounds to
a greater extent compared to those of the E20 gasoline
compounds. This implies that the increase in the SOM
content of soils may reduce the groundwater contamination
with B20 gasoline compounds to a greater extent than that
with E20 gasoline compounds. On Day 1 after contamina-
tion, when the effect of SOM on sorption was generally
greatest, the sorption of B20 gasoline compounds was
increased by 32% for pentane, 50% for MCP and 75% for
benzene, while the sorption of E20 gasoline compounds
was increased by 29% for pentane, 46% for MCP and 76%
for benzene, for 5% increase in the SOM fraction of a
sand. The similar increase in the sorption of benzene by
SOM suggests that butanol and ethanol may have similar
cosolvent effect on benzene.

Overall, the data show that the addition of 20% alcohol
by volume to gasoline in attempts to reduce vehicular
emissions to the atmosphere could reduce the sorption of
gasoline compounds by soils and thus increase the risk
of groundwater contamination with gasoline compounds.
This impact is likely to be greater for ethanol than butanol.
Although soils with high SOM content could signifi-
cantly reduce the degree of groundwater contamination,
the difference in groundwater contamination risk between
ethanol-blended gasoline and butanol-blended gasoline is
unlikely to be eliminated.

2.1.2 Soil-water interaction of gasoline compounds

Figure 2 shows the effect of SOM on the average sorption
coeflicient (K4) of gasoline compounds as a function of
gasoline composition. The addition of alcohol to gasoline
reduced the Ky of all gasoline compounds, suggesting
a decrease in the adsorption of gasoline compounds on
the soil and/or increase in the dissolution of gasoline
compounds into the water. This impact was greater for
the E20 gasoline compounds than for the B20 gasoline

compounds, implying that the E20 gasoline compounds
will have a higher percentage in the mobile water phase
which in turn will result in greater risk of groundwater
contamination (Yu, 1995). Compared with the K4 of UG
gasoline compounds in 0% fom, the Ky of B20 gasoline
compounds were reduced by 39% for pentane, 38% for
MCP and 49% for benzene, while the K4 of E20 gasoline
compounds decreased by 54% for pentane, 54% for MCP
and 63% for benzene.

The Ky of all the gasoline compounds increased with
increasing SOM fraction (fo,) of the soil, suggesting an
increase in the adsorption of all gasoline compounds on
the soil and/or decrease in the dissolution of all gasoline
compounds into the water. Although the Ky of E20 and
B20 gasoline compounds were similarly increased by
7 times for aromatics, 4 times for cycloalkanes and 2
times for alkanes, for 0 to 5% increase in fon, the Ky
of the B20 gasoline compounds were generally greater
than those of the E20 gasoline compounds for all the
SOM fractions tested. More so, when compared with the
K4 of UG gasoline compounds, the K4 of B20 and E20
gasoline compounds in 1% fon, 3% fom and 5% fo, were
generally reduced with a trend similar to the reduction for
the 0% fom soil as stated in the preceding paragraph. This
may have two implications. First, it suggests that the risk
of groundwater contamination with gasoline compounds
will always be higher for alcohol-blended gasoline than
for alcohol-free gasoline regardless of the SOM content of
soils. Second, it strengthened the observation in Section
2.1.1 that the difference in groundwater contamination risk
between B20 and E20 cannot be eliminated by SOM.

2.1.3 Retardation of the migration of gasoline com-
pounds

The impact of SOM on the retardation of the migration
of gasoline compounds quantified by the retardation factor
(R) for different gasoline blends is presented in Fig. 3.
As expected, the addition of alcohol to gasoline caused a
reduction in the R values for all gasoline compounds. This
reduction was greater for the E20 gasoline compounds
than for the B20 gasoline compounds, suggesting that the

O uG I B20 M E20
140 70 4.5
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Fig. 2 Average sorption coefficient (K4) of gasoline compounds with increasing SOM fraction (fom) of soils as a function of gaspline composition.
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Fig. 3 Retardation factor (R) of gasoline compounds with increasing SOM fraction (fom) of soils as a function of gasoline composition.

migration of the E20 gasoline compounds in the vadose
zone would be retarded lesser than the migration of the B20
gasoline compounds after spills. The addition of alcohol to
gasoline reduced the R values for B20 gasoline compounds
in 0% fom by 39% for pentane, 37% for MCP and 38% for
benzene, while it reduced the R values for E20 gasoline
compounds by 53% for pentane, 53% for MCP and 48%
for benzene.

The increase in the SOM fraction of soils increased
the R values for all the gasoline compounds, implying a
reduction in the migration of gasoline compounds in the
vadose zone. Similar to R values in 0% fon,, the R values
for all gasoline compounds in 1% fom, 3% fom and 5% fom
were in the order of UG > B20 > E20, indicating that the
migration of E20 gasoline compounds would be retarded
the least regardless of the SOM content of the soil.

2.1.4 Mass distribution of gasoline compounds between
vadose zone phases

The mass of a representative gasoline compound in the
water, air and soil with increasing SOM fraction of soils as
a function of gasoline composition is presented in Table 3.
The mass distribution of pentane in 0% f,, and 5% fom
has been chosen to reduce complexity. The behaviours
of the other representative gasoline compounds followed
similar trend as the pentane presented here. The addition
of alcohol to gasoline caused an increase in the mass of
pentane distributed to the mobile phases (air and water),
but reduced the mass distributed to the immobile soil
phase. Although this effect was observed throughout the
experimental duration, it was greatest on day 1 and affected
the E20 gasoline compounds to a greater extent than the

B20 gasoline compounds.

The increase in the SOM fraction of soils generally
promoted the adsorption of pentane on the soil, but reduced
its concentrations in the water and air. This effect was
greatest on day 1 and affected the E20 gasoline com-
pounds to a greater extent compared with the B20 gasoline
compounds. However, despite such higher effect on E20,
the order of adsorption for the 5% f,, soil was still the
same as with 0% f,, UG > B20 > E20. This observation
indicates that SOM is unlikely to change the order of mass
distribution to the vadose zone phases for different gasoline
blends. This further implies that the risk of groundwater
contamination with gasoline compounds will always be
higher for E20 than B20 regardless of the SOM content
of the soil.

2.2 Soil water content impact on SOM sorptive capabil-
ity for UG, E20 and B20

2.2.1 Sorption of gasoline compounds

Figure 4 compares the headspace vapour concentrations
of UG, B20 and E20 representative gasoline compounds
for 0, 4.5% and 9% W/W water contents for a 5% fom
soil. The increase in the soil water content increased the
headspace concentrations of all compounds, indicating a
general decrease in the sorption of all compounds by the
soil. This decrease in sorption has been interpreted to be
due to the blockage of some of the sorption sites of the soils
(Ong and Lion, 1991; Serrano and Gallego, 2006; Smith
et al., 1990; Steinberg and Kreamer, 1993). The addition
of alcohol to gasoline resulted in a decreased sorption of
the gasoline compounds for all soil water contents tested.

Table 3 Mass distribution of pentane between vadose zone phases with increasing SOM fraction (fom) of soils as a function of gasoline composition

Day UG B20 E20
Solid (%) Air (%) Water (%) Solid (%) Air (%) Water (%) Solid (%) Air (%) Water (%)

For 0% fom

1 66.3 33.6 0.1 51.6 48.3 0.2 33.6 66.2 0.3

8 71.7 28.1 0.1 58.7 40.8 0.2 56.7 42.8 0.2

15 72.5 27.0 0.1 66.6 32.8 0.1 58.6 40.6 0.2

For 5% fom

1 80.7 19.2 0.1 71.9 28.0 0.1 59.5 404 0.2

8 83.5 16.3 0.1 75.9 23.8 0.1 70.3 29.3 o1

15 86.1 13.7 0.1 79.6 19.9 0.1 75.4 24.0 0.1
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Fig. 4 Impact of soil water content on the headspace vapour concentrations of gasoline compounds as a function of gasoline composition.

Among the alcohols, ethanol caused a greater decrease
in sorption than butanol. Consequently, the E20 gasoline
compounds were generally sorbed to a lesser extent by
the soil compared with the B20 gasoline compounds for
all soil water contents. This suggests that the sorption of
gasoline compounds by soils after spills is likely to be
lesser for the E20 than B20 at all soil water contents. The
difference in sorption between the E20 and B20 gasoline
compounds for the different soil water contents on day
8, when sorption equilibrium can reasonably be assumed,
ranged from 13% for aromatics to 58% for alkanes at 0%
(W/W) water content, from 3% for aromatics to 23% for
alkanes at 4.5% (W/W) water content, and from 2% for
aromatics to 8% for alkanes at 9% (W/W) water content.
Therefore, the data show that the increase in soil water
content is likely to have greater adverse impact on the
sorption of the ethanol-blended gasoline compounds than

on the sorption of the butanol-blended gasoline compounds
after spills.

2.2.2 Soil-water interaction of gasoline compounds

Figure 5 shows the average sorption coefficient (Ky)
values for the UG, B20 and E20 gasoline compounds
in 5% fom at 4.5 and 9% (W/W) water addition. The Kj4
of all compounds decreased with increasing soil water
content, implying a general decrease in the adsorption
of the gasoline compounds on the soil or increase in
dissolution into the water. The addition of alcohol to
gasoline resulted in further reductions of the Ky values
for all gasoline compounds. This impact was generally
greater for ethanol than butanol. Accordingly, K4 values
for gasoline compounds were generally in the order of UG
> B20 > E20 for all the soil water contents tested. For soil
water content increase from 4.5% to 9%, the Ky of B20

O UG EB20 ME20
250 120 6
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200k 100 5f
~ 801 . 4f
€] 150 g 2
3 = 60t =3
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Fig. 5 Average sorption coefficient (K4) of gasoline compounds with increasing soil water content as a function of gasoling composition.
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Table 4 Mass distribution of pentane between vadose zone phases with increasing soil water content as a function of gasoline composition

Day uG B20 E20

Soil (%) Air (%) Water (%) Soil (%) Air (%) Water (%) Soil (%) Air (%) Water (%)
0% water content
1 97.58 242 0.00 96.72 3.28 0.00 96.80 3.20 0.00
8 99.48 0.51 0.00 98.90 1.09 0.00 98.65 1.33 0.00
15 99.69 0.30 0.00 99.34 0.64 0.00 98.84 1.13 0.00
4.5% water content
1 83.46 16.50 0.03 72.93 27.01 0.06 73.04 26.91 0.06
8 87.91 11.95 0.02 82.48 17.32 0.04 80.97 18.80 0.04
15 90.51 9.69 0.02 85.56 14.16 0.03 82.40 17.28 0.04
9% water content
1 80.71 19.20 0.08 71.90 27.98 0.12 59.46 40.36 0.18
8 83.48 16.32 0.07 75.87 23.80 0.10 70.28 29.27 0.13
15 86.04 13.68 0.06 79.66 19.90 0.09 75.46 23.96 0.10

gasoline compounds decreased from 106.3 to 66.8 L/kg
for alkanes, 59.6 to 29.1 L/kg for cycloalkanes and 2.7 to
1.9 L/kg for aromatics. In contrast, the K4 of E20 gasoline
compounds decreased from 91.0 to 47.3 L/kg for alkanes,
52.8 to 22.0 L/kg for cycloalkanes and 2.5 to 1.4 L/kg for
aromatics. Overall, the data indicate that an increase in
soil water content could reduce the sorptive capability of
SOM for gasoline compounds. At all soil water contents,
ethanol-blended fuels are likely to be adsorbed less than
butanol-blended fuels.

2.2.3 Mass distribution of gasoline compounds between
vadose zone phases

Table 4 lists the mass percentages of pentane in the soil,
air and water of a 5% fr, soil with increasing water content
as a function of gasoline composition. The increase in soil
water content generally reduced the adsorption of pentane
for all blends on the soil but increased their partitioning
to the air and water. This reduction was greater in the
presence of alcohol. Among the alcohols, the reduction
was greater in the presence of ethanol than butanol. The
mass distribution trend of E20-pentane and B20-pentane
at the different soil water contents shows that at very low
soil water content (0—4.5%, W/W) the distribution of the
ethanol-blended and butanol-blended gasoline compounds
between the vadose zone phases could be relatively similar,
but could vary greatly as soil water content increases.
Soil water contents of 9% and higher are more realistic
in nature than those of 0—4.5%, suggesting that a great
difference is likely to exist between the phase distributions
of ethanol-blended and butanol-blended gasoline in natural
vadose zone. Thus, implying greater risk of groundwater
contamination with ethanol-blended gasoline compounds
compared with butanol-blended gasoline compounds after
spills to natural vadose zone.

3 Conclusions

The effect of ethanol and butanol on the sorption and phase
distribution of gasoline compounds in the vadose zone
has been compared. The comparison is vital in making
informed decision on which alcohol to adopt as future
gasoline oxygenate. The results obtained, at varying soil
organic matter and water contents, indicated that the use
of ethanol-blended gasoline as transportation fuel could
result in greater risk of groundwater contamination with
gasoline compounds after spills than the use of butanol-
blended gasoline.
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