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Partitioning tracer method has been studied as an effective technique for estimating the light
nonaqueous-phase liquid (LNAPL) contamination in the subsurface. This study is for investigating the
effect of soil organic contents on the LNAPL quantification using partitioning tracer method. The sorption
characteristics of alcohol tracers to the soils having different organic carbon contents were evaluated by
sorption isotherm experiments. In the column tests, the soils were contaminated with jet-fuel and the
average saturations of residual jet-fuel were estimated by partitioning tracer method and compared with

f:l);\vl\;irds" that by the volume measurement. The sorption results indicated that considerable amount of 4-methyl-
Monitoring 2-pentanol and hexanol could be sorbed to the soils and the sorption amount of 2-ethyl-1-butanol was
Partitioning tracer method relatively smaller than those of the other alcohol tracers. The column experiments demonstrated that the
Sorption accuracy of quantification for the jet-fuel by partitioning tracer method should decrease with increasing

Organic carbon contents the soil organic carbon contents. However, the accuracy could be enhanced by considering the sorption

of tracer to the soils, especially for the tracer of 2-ethyl-1-butanol.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

Subsurface contamination by spills and leaks of petroleum-
based liquids has become an issue of great concern and importance
in recent years [1,2]. Petroleum hydrocarbons including gasoline,
fuel oil and jet-fuel are called as light nonaqueous-phase liquids
(light NAPLs, LNAPLs) since their densities are less than that of
water (1 g/cm3). Once LNAPL is released into the subsurface, it tends
to float along the top of the capillary fringe and usually stays in the
unsaturated zone, or is left behind in the saturated zone due to the
variation of groundwater table [3-5].

Remediation of the LNAPL-contaminated sites could be divided
as the source zone control and the treatment of contaminants dis-
solved in groundwater. Successful source control largely depends
on the accurate delineation for the volume of LNAPLs in the tar-
geted sites [6]. However, the conventional methods based on the
point analysis like soil coring, cone penetrometer testing, soil gas
analysis, aqueous-phase sampling, etc., are not effective for quan-
tifying the LNAPL contamination because these methods could not
estimate the residual state of LNAPL beyond the sampling point
[7-9]. Amajor weakness of these methods is that they could provide
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data only at the discrete points and cover relatively small aquifer
volumes [1,8]. The partitioning tracer method has been studied as
an alternative, non-invasive method for locating and quantifying
NAPL saturation in the subsurface.

The partitioning tracer method has been studied as an effective
technique for estimating the contamination with nonaqueous-
phase liquids (NAPLs) in the subsurface by previous researchers
[3,6,8-15]. In this method, the partitioning tracer is reversibly
retained by NAPL while the nonpartitioning tracer stays in the
water phase, which should consequently cause the difference in
the flowing velocities of two tracers in the subsurface. The average
saturation of residual NAPL, S,, within the swept pore volume can
be calculated by the following equation [3]:

tp Pb Sn
R_E_l—t-(%)Kd—t-[ﬂ] Ko 1)
where Ris for the retardation factor, £, for the travel time of the par-
titioning tracer, &, for the travel time of the nonpartitioning tracer,
pp for the bulk density of porous media, 6y, for the water-filled
porosity, K, for the water-aquifer solids partition coefficient, and
Knw for the NAPL-water partition coefficient. Eq. (1) has been gen-
erally adopted in the partitioning tracer method characterizing the
NAPL contamination within the saturated aquifer. It assumes that
the nonpartitioning tracer partitions into neither the NAPL phase
nor the soil matrix, while the partitioning tracer partitions linearly
into the NAPL phase and the soil matrix in equilibrium without
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other types of partitioning such as the water—-NAPL interface or the
water-gas partitioning.

The second term on the right-hand side of Eq. (1), could be
neglected when there is negligible sorption of the tracer by the
soil matrix [1,3,16,17]. However, sorption of the partitioning tracer
to the soil matrix may increase the retardation of the partitioning
tracer and affect the accuracy of the partitioning tracer method. Jin
et al. [18] suggested that there is a potential for interference due to
sorption of tracers to immobile sedimentary organic carbon and/or
mineral surfaces at low residual NAPL saturation. And Schwartz
and Zhang [19] have reported that the range of organic carbon
contents in geologic materials could be extremely variable. There-
fore, if the aquifer has the high organic carbon contents in the soil,
the quantification of NAPL by partitioning tracer method could be
inaccurate due to the sorption of partitioning tracer to soil organic
matter.

The purpose of this study is to investigate the effect of soil
organic carbon on the LNAPL quantification in the partitioning
tracer method. Soils having different organic carbon contents were
contaminated with the jet-fuel. The average saturations of residual
jet-fuel in the soils were estimated by partitioning tracer method
and compared with those by the method of volume measurement.

2. Experimental methods
2.1. Materials

Jumunjin sand, the silica sand commercially available in Korea,
was used for representing the alluvial aquifer material having no
significant amount of soil organic matter. The weathered granite
soil collected from the vicinity of Seoul National University was
used for representing the materials in weathered granite aquifer
which is commonly found in Korea. Soil properties of Jumunjin sand
and weathered granite soil are summarized in Table 1, and chemical
and mineralogical constituents of Jumunjin sand and weathered
granite soil are summarized in Table 2, which were estimated by
XRF (Shimadzu XRF-1700, Japan) and XRD (Rigaku D/Max 2200,
Japan), respectively.

Commercial organic fertilizer, passing through No. 10 sieve
(2 mm opening size) and retained by No. 40 sieve (0.420 mm open-
ing size), was used to represent the organic matter in soil matrix.
The main components of the organic fertilizer were rice straw and
poultry wastes and the effective particle size of the organic fertil-
izer was 1.61 mm. Table 2 shows the chemical and mineralogical
constituents of the organic fertilizer. Jumunjin sand was mixed with
organic fertilizer to prepare three soil mixtures of MIX A, MIX B and
MIX C having different organic carbon contents. The mixing ratios

Table 2

Table 1
Soil properties of Jumunjin sand and weathered granite soil.
Jumunjin sand Weathered
granite soil
Specific gravity 2.64 2.60
Plasticity index NP2 NP
Coefficient of gradation 1.0 1.4
Uniformity gradation 1.5 8.4
Effective particle size 0.57 mm 0.32 mm
Unified soil classification system SPP Swe
Percentage passing sieve No. 200 0% 7.6%
Hydraulic conductivity (cm/s) 93 %1073 8.2 x 104

2 Non-plastic.
b Poorly graded sand.
¢ Well graded sand.

of Jumunjin sand to organic fertilizer were 19:1 (MIX A), 9:1 (MIX
B), and 4:1 (MIX C) by weight.

Chloride  (Sigma-Aldrich, USA), 4-methyl-2-pentanol
(Sigma-Aldrich, USA), 2-ethyl-1-butanol (Sigma-Aldrich, USA)
and hexanol (Sigma-Aldrich, USA) were employed as tracers in
this study. Chloride was generally known as a non-reactive and
ideal tracer [20] and chosen as a conservative and nonpartitioning
tracer. The alcohol tracers were chosen as a partitioning tracer
showing good separations in tracer response curves during par-
titioning tracer test. Three alcohols having the same molecular
weight (102.2 g/mol) were selected to consider the general effect
of the molecular structure on partitioning of alcohols between
jet-fuel and water.

Commercial jet-fuel was used for representing the petroleum
hydrocarbons of LNAPL in soil matrix, and the conductivity and the
density of the jet-fuel at 15°C were 224 ps/m and 0.7919 g/cm?,
respectively. The jet-fuel was dyed with Sudan IV (Sigma-Aldrich,
USA) at a concentration of 0.1 g/L for visual identification of the jet-
fuel phase. The dyed jet-fuel was filtered with 0.45 .um membrane
filter to remove any insoluble dye. Although the addition of Sudan
IV probably had some effect on the partition coefficient of tracers,
these were expected to be negligible for the very low molar fraction
that Sudan IV represents in NAPL [21]. The dyed jet-fuel was used in
both of the batch-partitioning experiment and the column studies.

2.2. Partitioning of tracer between jet-fuel and water

Partitioning of alcohol tracers between water and the dyed jet-
fuel (with Sudan IV)was estimated by batch experiments. Ten mL of
alcohol tracer solutions having the concentration of 100-600 mg/L
were placed in 20 mL vials with the same volumes of dyed jet-
fuel, and sealed with Teflon-lined screw cap leaving minimum

Chemical and mineralogical constituents of Jumunjin sand, weathered granite soil and organic fertilizer.

Chemical constituents (wt%)

Mineralogical constituents (wt%)

Constituents Js? WGSP OF¢ Constituents JS WGS OF
SiO; 88.50 69.90 60.00 Quartz 74.7 21.7 438
Al,03 6.59 16.00 11.80 Plagioclase 7.2 50.8 7.7
TiO2 0.08 0.15 0.57 K-feldspar 18.1 16.1 141
Fe,03 0.04 1.48 6.55 Muscovite 0.0 114 16.4
MgO 0.02 0.16 1.98 Calcite 0.0 0.0 2.7
Cao 0.21 0.39 7.34 Goethite 0.0 0.0 15.1
Na,0 0.12 2.52 0.54

K;0 3.81 5.70 3.78

MnO 0.03 0.07 0.37

P,05 0.02 0.03 133

Lold 0.50 2.59 5.35

2 Jumunjin sand.

b Weathered granite soil.
¢ Organic fertilizer.

d Loss-on-ignition.
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headspace. The vials were placed on rotary shaker for 24 h to reach
at equilibrium under room temperature (about 20 °C). After shak-
ing, the vials were kept for 1h to allow the separation of tracer
solution and dyed jet-fuel, and centrifuged for 5min to achieve
complete separation. Samples were collected with a syringe from
lower water layer and analyzed for the tracer concentration using
gas chromatography (GC, HP-6890, USA). Partition coefficients of
tracers between dyed jet-fuel and water were calculated as follows

(Eq. (2)):

Ko =

Cw

(2)

where ¢, is for the concentration of the tracer in the NAPL phase
(mg/L) and ¢, for the concentration of the tracer in the water phase
(mg/L). ¢y, was calculated by subtracting c,, from the initial tracer
concentration in water.

2.3. Sorption characteristic of tracer to soil

Sorption isotherm experiments were conducted to evaluate the
sorption characteristics of alcohol tracers to the test soils. Four
grams of test soils were placed in 20 mL vials and the tracer solu-
tions having the concentration of 100-600 mg/L were filled without
headspace. The vials were sealed with Teflon-lined screw cap. The
vials were placed on a rotary shaker for 24 h to reach at equilib-
rium under room temperature (about 20 °C). After shaking, the vials
were centrifuged for 40 min at 3800 rpm and the supernatant was
analyzed for the tracer concentration by GC.

2.4. The effect of soil organic carbon on partitioning tracer test

Partitioning tracer experiments were performed with five
columns having different amounts of organic carbon contents in the
soils to estimate the effect of soil organic carbon. The schematic dia-
gram of column system is shown in Fig. 1. The columns were made
of glass having 3.5 cm diameter and 40 cm length. Each column was
dry-packed with Jumunjin sand, weathered granite soil, MIX A, MIX
B or MIX C, respectively, by gently tapping the column wall. Col-
umn ends were stopped with acrylic cap and the porous stones
were placed between the soil and the cap. Dry-packed columns
were initially purged with CO; gas and then slowly saturated with
deionized water at a constant flow rate of 0.15 mL/min for 48 h to
remove the trapped air in the soil column. Preliminary tests showed
that the soil column was fully saturated with water within 48 h
since there was negligible change of the column weight after 48 h
of water injection. Ten mM of sodium azide (NaNs, Sigma, USA)

solution was firstly injected into the saturated columns to mini-
mize the bacterial reactivity against alcohol tracer and petroleum.
Jet-fuel dyed with Sudan IV was injected into saturated column for
1 pore volume and the residual saturation of jet-fuel was induced by
continuously injecting deionized water over 5 pore volumes until
no movement of dyed jet-fuel was observed in the column.

Partitioning tracer experiments were repeated with and with-
out the jet-fuel contamination in soil columns. The chloride
was used as a nonpartitioning tracer while 4-methyl-2-pentanol,
2-ethyl-1-butanol and hexanol as partitioning tracers. The concen-
trations of 4-methyl-2-pentanol, 2-ethyl-1-butanol and hexanol
were 600 mg/L, respectively, and 100 mg/L for chloride. Tracer solu-
tion containing four tracers was injected into the soil columns at
a flow rate of 0.14-0.16 mL/min for 0.2 pore volumes followed by
the injection of deionized water. Two mL of column effluent sam-
ples were collected at every 30 min and analyzed for alcohol tracers
and chloride by GC and ion chromatography (IC, Water IC-Pac 432,
Korea). The residual saturation of jet-fuel dyed with Sudan IV (S, ) in
soil columns was calculated by the following Eq. (3), which has been
generally adopted in the previous partitioning tracer test using the
method of moments [11]:

By Iy R-1

Sn = L
"7 (Kaw - Din+6 Kow+R—1

(3)

The average saturation of residual jet-fuel estimated by parti-
tioning tracer experiment was compared with that by the method
of volume measurement. In the method of volume measurement,
the residual volume of jet-fuel in the column was calculated by
subtracting the volume of jet-fuel produced during the water flood
from the volume of jet-fuel initially injected. The average saturation
of residual jet-fuel was obtained by dividing the residual jet-fuel
volume with the pore volume of the column. The errors of the
volumetric measurement were generally resulted from the water
solubility and the volatility of jet-fuel, and these possible errors
were considered to be minimized during column experiments.

2.5. Analytical method

GC (HP-6890, USA) was equipped with DB-1 fused-silica col-
umn (30 m x 0.25 mm i.d., film thickness 0.25 pm, ] & W Scientific
Inc., USA) and a flame ionization detector (FID). The FID sig-
nal was acquired and integrated with a personal computer (PC)
using HP Chemstation software (Agilent Technologies, USA). IC
(Water IC-Pac 432, Korea) was equipped with IC-Pak anion column
(4.6 mm x 5cm) and operated with the diluted solution of sodium
borate/gluconate concentrate as the mobile phase at the flow rate
of 1.2 mL/min.

3. Results and discussion
3.1. Partitioning of alcohols between jet-fuel and water

Partitioning of alcohols between water and the dyed jet-fuel
is shown in Fig. 2. Results indicated that partitioning of the alco-
hol between water and the dyed jet-fuel was linear with respect
to alcohol concentrations employed in this study. Measured parti-
tion coefficients, reflected as the slope of the linear trend, were
constant with increasing alcohol concentration in water. Based
on these measurements, the partition coefficients for 4-methyl-2-
pentanol, 2-ethyl-1-butanol and hexanol between water and the
dyed jet-fuel were calculated to be 2.56, 2.73 and 4.03, respectively.
The values of partition coefficients for the alcohol tracers having
the same molecular weight tended to increase as their molecular
structure became simpler. It may imply that the alcohol tracers can
possibly show the different partitioning characteristics as a result
of their molecular structure as long as they have the same molec-
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Fig. 2. Partitioning of alcohols between jet-fuel and water.

ular weight. These alcohols might show the different partitioning
behaviors toward the jet-fuel and thus present the different shapes
of response curves in the partitioning tracer experiment.

3.2. Sorption characteristics of tracers to soils

Sorption isotherm experiments were performed to evaluate the
sorption characteristics of different alcohols to the soils having
different organic carbon contents without jet-fuel contamination.
The data from sorption isotherm experiments were fitted with the
linear, Freundlich and Langmuir isotherm models, and the best
agreement was found with Freundlich model having the highest
R2 value. Since the sorption term of Eq. (1) considered the linear
sorption of tracer between water and soil, the quantification of jet-
fuel by Eq. (1) may not be accurate in the cases of the alcohol tracers
employed in this study. Alcohol sorptions to the soils are shown in
Fig. 3 with the fitting of Freundlich isotherm model [22], and the
Freundlich constants are summarized in Table 3.

In the most cases, the amounts of 4-methyl-2-pentanol and
hexanol sorbed to the soils were larger than that of 2-ethyl-2-
butanol and the sorption amount of 4-methyl-2-pentanol was
exponentially increased with the equilibrium concentrations in
aqueous phase. The sorption amounts of 2-ethyl-1-butanol to

Table 3
Freundlich isotherm constants for alcohols on test soils.
Test soils Freundlich 4M2P? 2E1BP HEX®
constants
Jumunjin sand Kr 0.002 1.169 4123
n 0.4643 1.2111 1.2872
R? 0.9943 0.9807 0.9526
Weathered Ky 52.674 0.077 185.055
granite soil n 2.1911 0.7500 3.6470
R? 0.9462 0.9049 0.9555
MIX A Kr 0.036 1.551 1.326
n 0.6119 1.0655 1.0043
R? 0.9500 0.9989 0.9058
MIX B Ky 0.002 0.690 14.184
n 0.4754 0.8939 1.8195
R? 0.9979 0.9916 0.9471
MIX C Ky 0.098 6.872 5317
n 0.6871 1.4571 1.2194
R? 0.9834 0.9984 0.9982

Freundlich isotherm model used in this study: S = KfCel/" (S is the mass of solute

sorbed per dry unit weight of solid (mg/kg), C, is the concentration of the solute in
solution in equilibrium with the mass of the solute sorbed onto the solid (mg/L), K¢
is the Freundlich isotherm constant, and n is the Freundlich exponent constant).

2 4-Methyl-2-pentanol.

b 2-Ethyl-1-butanol.

¢ Hexanol.

most of the soils were smaller than the other alcohol tracers.
This indicates that considerable amounts of 4-methyl-2-pentanol
and hexanol can be sorbed to the soils and thus the quantita-
tive analysis of the jet-fuel by the partitioning tracer test using
4-methyl-2-pentanol and hexanol can be largely affected by the
soil organic carbon. In contrast, the effect of sorption to the soils
could be minimized in the tracer test using 2-ethyl-1-butanol. In
the case of weathered granite soil (Fig. 3b), the shapes of sorption
isotherms were dissimilar to results from the other test soils since
the chemical and mineralogical constituents of weathered granite
soil were different from Jumunjin sand.

The organic carbon contents in Jumunjin sand, weathered gran-
ite soil, and MIX A to C were determined by the loss-on-ignition
method [23] and were found to be 0, 0.56, 1.53, 3.07 and 6.10% by
weight, respectively. Although, the effect of sorption to the soils
could be minimized using 2-ethyl-1-butanol among the test alco-
hol tracers, the variation of the Freundlich constants (Kr and n) may

Table 4
Retardation factors for alcohols with and without the jet-fuel contamination.
Test soils Organic carbon Tracers Ruct ? RRuct® Ret© RR. 4
contents (wWt%)
Jumunjin sand 0.00 4-Methyl-2-pentanol 1.05 1.0 1.33 0.9
2-Ethyl-1-butanol 1.02 0.9 147 1.0
Hexanol 1.05 0.8 1.57 1.0
Weathered granite soil 0.56 4-Methyl-2-pentanol 1.01 1.0 1.15 1.0
2-Ethyl-1-butanol 1.03 1.0 1.26 1.0
Hexanol 1.03 0.9 1.28 0.9
MIX A 1.53 4-Methyl-2-pentanol 1.15 1.0 147 1.0
2-Ethyl-1-butanol 1.21 1.0 1.69 1.0
Hexanol 1.29 0.9 1.97 0.8
MIX B 3.07 4-Methyl-2-pentanol 1.16 0.8 1.57 1.0
2-Ethyl-1-butanol 1.30 1.0 1.88 0.9
Hexanol 1.35 0.8 2.21 0.8
MIX C 6.10 4-Methyl-2-pentanol 1.40 1.0 1.63 1.0
2-Ethyl-1-butanol 1.57 0.8 2.07 1.0
Hexanol 1.79 0.7 243 0.7

2 Retardation factor of alcohol without jet-fuel contamination.
b Recovery ratio of alcohol without jet-fuel contamination.

¢ Retardation factor of alcohol with jet-fuel contamination.

d Recovery ratio of alcohol with jet-fuel contamination.
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Fig. 3. Sorption isotherms of alcohols on test soils of (a) Jumunjin sand, (b) weathered granite soil, (c) MIX A, (d) MIX B and (e) MIX C.

not be correlated quantitatively with that of the organic carbon con-
tents in the test soils possibly due to the volume of organic fertilizer
causing the different solid to liquid ratios in each vial.

3.3. Effect of soil organic carbon on partitioning tracer method

Recovery ratio of tracer, which was the zeroth order moment
(the area of breakthrough curve) of injected tracer divided by that of
recovered tracers from the soil columns, was calculated and shown
in Table 4. All tracers appeared to recover an acceptable amount of
the injected tracers.

The effluent concentrations of tracers from the soil columns
without the jet-fuel contamination are shown in Fig. 4. The rea-
son why the pore volumes of Fig. 4d and e were larger than the
others is that the particle sizes of soil mixtures in MIX A to B were
different, though this study used the same size columns for Fig. 4.

Particle size of the organic fertilizer was about 3 times bigger than
that of Jumunjin sand. For this reason, the pore volume of the soil
column tended to increase with the amount of organic fertilizer in
the soil mixture.

The separations between alcohols and chloride could be repre-
sented with the retardation factor of alcohol in the uncontaminated
soil (Ry¢t) in Table 4. Ry is the travel time of alcohol divided by
that of chloride. The separation percentage between the alcohol
and chloride can be calculated by the following equation (Eq. (4)):

Separation (%) = |1 — Ryc| x 100 (4)

In Fig. 4 and Table 4, no significant separations of tracers (e.g.
less than 5% separation of tracers for Jumunjin sand and less than 3%
for weathered granite soil) were observed in the uncontaminated
columns even though the soils were found to sorb measurable
amount of alcohol tracers in the sorption experiments. The alco-



54 S. Rhee et al. / Journal of Hazardous Materials 184 (2010) 49-57

(a) 081
—6—4-Methyl-2-pentanol
5 —8—2-Ethyl-1-butanol
£ 06 4
® —A—Hexanol
=
§ —e—Chloride
o
[=]
&)
)
2
=]
=
]
14
0 100 200 300 400 500 600
Cumulated Volume, mL
(c) 0.8
—&— 4-Methyl-2-pentanol
B —&—2-Ethyl-1-butanol
B 06 1
= —A—Hexanol
€
3 —e—Chloride
[
]
&)
)
=
=]
=
]
'3

0 100 200 300 400 500 600
Cumulated Volume, mL

0.8 4

o
2

0.6

Relative Concentration

(b) 08
—o—4-Methyl-2-pentanol

o
o —8—2-Ethyl-1-butanol
L 06 -

= —#—Hexanol

@

g 04 1 —e—Chloride
]

[
=
e~
=
[
[/
0 100 200 300 400 500 600
Cumulated Volume, mL
(d) 08 1
—&—4-Methyl-2-pentanol

5 —&—2-Ethyl-1-butanol
S 06 4

o —A— Hexanol

s

s —o—Chloride

2

=]

(&)

o

2

=]

Loy

[]

o

0 100 200 300 400 500 600
Cumulated Volume, mL

—&—4-Methyl-2-pentanol
—8—2-Ethyl-1-butanol
——Hexanol
—e—Chloride

300 400 500 600

Cumulated Volume, mL

Fig. 4. The effluent concentrations of tracers in uncontaminated soils of (a) Jumunjin sand, (b) weathered granite soil, (c) MIX A, (d) MIX B and (e) MIX C.

hol tracers injected in Jumunjin sand and weathered granite soil
without jet-fuel contamination can be possibly considered as non-
partitioning and conservative tracers in this system like chloride.
Based on the differences of retardation factors ranging from 1 to 5%
between the alcohol tracers and chloride, it could be confirmed that
the effect of chloride sorption to soils and the retardation of chlo-
ride is negligible. These results also indicate that the tracer tests
may not be significantly affected by soil organic carbon when the
carbon content is less than 0.56% under our test condition.

However, the separation degree of alcohols increased with
organic carbon contents in the columns of MIX A to C (Fig. 4). In
Fig. 5, it is shown that the separation percentage between alcohols
and chloride appears to have a linear relationship with the organic
carbon content in the soil. These results indicate that the partition-
ing tracer method will not necessarily be less accurate, only if the
sorption effect is ignored.

The results from the column experiments using MIX A to C were
likely different from those of the batch sorption experiments. The
retardation factors of 4-methyl-2-pentanol for MIX A to C from the

100 1
¢ 4-Methyl-2-pentanol

0O2-Ethly-1-butanol

8¢ AHexanol }
&%
x

Chloride, %
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Fig. 5. Separation percentage between alcohols and chloride as a function of the
organic carbon content (wt%) in uncontaminated Jumunjin sand and MIX A to C.
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Fig. 6. The effluent concentration of tracers in soils with jet-fuel contamination of (a) Jumunjin sand, (b) weathered granite soil, (c) MIX A, (d) MIX B and (e) MIX C.

column experiments were smaller than those of the other tracers
and this implies that the sorption affinity of 4-methyl-2-pentanol
onto the soil organic contents in the soil mixtures was weaker than
those of the other alcohol tracers. In the cases of the batch sorption
experiments, however, the sorption amount of 2-ethyl-1-butanol
was smaller than those of the other alcohol tracers. These opposite
conclusions from the column experiments and the batch sorption
experiments could be explained by considering the alcohol concen-
trations employed in the column experiments were different from
those in the batch sorption experiments. Injected concentrations of
the alcohol tracers into the soil columns were about 600 mg/L each
and the maximum peak concentrations of the alcohol tracers in MIX
A, MIX B and MIX C were about 250, 120 and 105 mg/L, respectively.
Therefore, 4-methyl-2-pentanol had the lowest sorption affinity
toward the soil mixtures at the range of alcohol concentration
employed in the column experiments even though the batch sorp-
tion experiments showed that the highest sorption amount was
found with 4-methyl-2-pentanol at the alcohol concentration over
than 600 mg/L.

The effluent concentrations of tracers from the soil columns with
jet-fuel contamination are shown in Fig. 6, and those values were
higher than those without jet-fuel contamination (Fig. 4) possibly
due to less dispersion of tracer caused by smaller water-filled pore

space in the jet-fuel column. The retardation of Fig. 4 was mainly
affected by tracer sorption onto the test soil, while that of Fig. 6
was affected by both of tracer sorption onto the soil and partition-
ing into jet-fuel. Therefore, the retardation of Fig. 4 was different
with that of Fig. 6 even though water-solid retardation was same.
The retardation factors of alcohols with jet-fuel contamination are
summarized in Table 4. The average saturations of residual jet-fuel
inthe soils estimated by the method of volume measurement (§7'¢%)
are summarized in Table 5. For Jumunjin sand (Fig. 6a) and weath-
ered granite soil (Fig. 6b), the separations between alcohols and
chloride were mainly affected by the existence of the residual jet-
fuel since no separations were occurred in the columns without
jet-fuel contamination (Fig.4a and b). Although the field application
of the partitioning tracer method should consider many potential
field conditions, these results from lab-scale experiment may sup-
port that the jet-fuel in the saturated soil having no significant
amount of organic carbon contents could be quantified using the
partitioning tracer method. For MIX A (Fig. 6¢), MIX B (Fig. 6d) and
MIX C (Fig. 6e), however, the retardation of alcohols was caused
by both of jet-fuel contamination and soil organic carbon. It could
be concluded that the organic carbon in the soils might cause the
overestimation on the jet-fuel contamination of subsurface in par-
titioning tracer method.
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Table 5

Average saturations of residual jet-fuel estimated by the volume measurement and
the partitioning tracer method, and the modified average saturation considering the
sorption fraction of tracers.

Test soils Tracers Siaze Ses [Smodic
Jumunjin sand 4-Methyl-2-pentanol 0.16 0.11
2-Ethyl-1-butanol 0.16 0.15
Hexanol 0.16 0.12
Weathered 4-Methyl-2-pentanol 0.10 0.06
granite soil 2-Ethyl-1-butanol 0.10 0.09
Hexanol 0.10 0.06
MIX A 4-Methyl-2-pentanol 0.16 0.15 0.11
2-Ethyl-1-butanol 0.16 0.20 0.15
Hexanol 0.16 0.19 0.14
MIX B 4-Methyl-2-pentanol 0.19 0.19 0.15
2-Ethyl-1-butanol 0.19 0.24 0.17
Hexanol 0.19 0.23 0.18
MIX C 4-Methyl-2-pentanol 0.15 0.20 0.08
2-Ethyl-1-butanol 0.15 0.28 0.15
Hexanol 0.15 0.26 0.14

2 The average saturation of residual jet-fuel by the method of volume measure-
ment.

b The average saturation of residual jet-fuel estimated by the partitioning tracer
method.

¢ The average saturation of residual jet-fuel modified by considering the effect of
sorption.

The average saturation of residual jet-fuel estimated by the par-
titioning tracer method (Eq. (3), S&) is summarized in Table 5 and
compared with that by the volume measurement. For the Jumunjin
sand and the weathered granite soil having negligible amount of
organic carbon contents, S&¢ was little lower than ST¢. Among
three tracers used in this study, 2-ethyl-1-butanol showed the most
accurate estimation on the residual saturation possibly due to the
least sorption by the soils in the concentration range tested (Fig. 3).
However, the average saturations of residual jet-fuel in MIX A to C
were generally overestimated up to 87.4% in MIX C when using 2-
ethyl-1-butanol, which should be attributed to the organic carbon
contents in the soils. To exclude the effect of tracer sorption to the
soil organic carbon from the S&¢, S¢¢ was modified by considering
the sorption fraction of tracers to the soil, which could be calculated
as follows:

modi __ Ret — Ruyct
Sn

=— 5
Ret — Ryt + Knw (5)

where SM°di is for the average saturation of residual jet-fuel con-
sidering the jet-fuel contamination and soil organic matter, Ry is
for the retardation factor of alcohols without the jet-fuel contam-
ination, and R is for the retardation factor of alcohols with the
jet-fuel contamination. In this system, R implies the retardation
caused by the tracer sorption to the soil, while R is the retarda-
tion by both of the tracer sorption to soil and the tracer partitioning
into jet-fuel. The SM°4! values for MIX A, MIX B and MIX C are sum-
marized in Table 5, which showed that the accuracy of estimation
on the residual saturation could be enhanced when excluding the
sorption fraction of tracer to the soil organic carbon. The highest
accuracy of estimation was found with 2-ethyl-1-butanol and the
lowest with 4-methyl-2-pentanol after the effect of tracer sorption
onto the soil matrix was removed. Therefore, the highest accuracy
of estimation could be found with using 2-ethyl-1-buanol as a par-
titioning tracer and chloride as a nonpartitioning tracer, since the
smodi yajues showed the strongest correlation with the S™€4 values.
In the case of 4-methyl-2-pentanol, since the estimation accuracy
also increased with S}'¢? after the sorption effect was removed, it
was likely to be expected that 4-methyl-2-pentanol could estimate
the S™odi value above 78.9% accuracy if the S™¢? value is higher than
0.19, even though the accuracy within this study was low.

4. Summary and conclusion

The purpose of this study is to investigate the effect of soil
organic matter on the partitioning tracer method to quantify the
jet-fuel contamination. The results from the partitioning experi-
ments indicated that the alcohols used in this study showed the
different partitioning behaviors depending on their partition coef-
ficients. The sorption results showed that considerable amounts
of 4-methyl-2-pentanol and hexanol were sorbed to the soils and
the sorption amounts of 2-ethyl-1-butanol were relatively smaller
than those of the other alcohol tracers. The column experiments
demonstrated that the accuracy for the jet-fuel quantification
in partitioning tracer method was reduced with increasing the
soil organic carbon contents, however, these accuracies could be
enhanced by considering the sorption fraction of tracer to the soils,
especially for the tracer of 2-ethyl-1-butanol.
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