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a b s t r a c t

Chlorinated compounds such as trichloroethene (TCE) are recalcitrant contaminants commonly detected
in soil and groundwater. Contemporary remedies such as electron donor amendment tend to be less
or ineffective in treating chlorinated compounds in matrix of lower permeability, such as clay. In this
study, electrically induced reduction (EIR) was tested by inserting electrodes in saturated clay containing
122.49–125.43 mg TCE kg−1. Weak electric potentials (E) of 6, 9, and 12 V m−1 were applied, and up to 97%
of TCE were depleted during the study period. Corresponding increases in chloride concentrations was
observed during TCE depletion, indicating a reductive dechlorination pathway. No migration of TCE was
observed between the two electrodes, neither were intermediate compounds such as dichloroethene
(DCE) or vinyl chloride (VC). Results were also tested against a mathematical equation we previously
established for field applications. Electrically induced reduction may offer a novel method for in situ
degradation of chlorinated contaminants, especially in low-permeable media such as clay.

© 2009 Elsevier B.V. All rights reserved.

1. Introduction

In situ remediation of non-aqueous phase liquid (NAPL), espe-
cially dense NAPL (DNAPL)-contaminated low-permeable media
(LPM), such as clay soils, is one of the major challenges to the
industry. Low media permeability (<10−8 cm2) reduces the effec-
tiveness of most in situ treatments, including air sparging/soil
vapor extraction, chemical oxidation, and enhanced bioremedi-
ation. Techniques based on electrical current technologies such
as electrical resistance heating and electrokinetic remediation are
emerging technologies that have been tested and used for treat-
ing NAPL-contaminated LPM [1–4]. These technologies involve the
placement of two electrodes at each end of a saturated soil matrix to
initiate heating or ionic migration and reactions at the electrodes.
Depending on the electrical potential applied to the electrodes,
electrokinetic processes (up to 46 V m−1) or electrical resistance
heating (67 V m−1) can occur in the soils [1,5,6].

Chlorinated solvents such as trichloroethene (TCE) are a com-
mon group of DNAPL contaminants that tend to accumulate in
subsurface soils, groundwater, and sediments. Due to the ele-
vated oxidizing status, reductive reactions are usually applied
in treating chlorinated solvents. Reductive dechlorination medi-
ated by electron donor amendments and microbial enhancements
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or zero-valent iron have been applied in situ for porous (i.e.,
high permeability) media; however, these treatments are less
effective in LPM. Electrokinetic remediation of chlorinated solvent-
contaminated LPM have been studied in both laboratory bench- and
field-scale tests where electric fields induced migration of contami-
nants through the treatment zones or to the electrodes where direct
“electroreduction” occurs [1,3,5]. Electrokinetic treatments were
demonstrated to be effective in reducing chlorinated solvent in soil;
however, electrokinetic treatment tends to be energy intensive, and
the deployment of elevated electrical potential may expose safety
hazard and heat loss [7].

Electrochemically induced oxidation–reduction (redox) reac-
tions (i.e., electrically induced reduction or “EIR”) are another
electrical method used in remediation. It involves feeding an elec-
trical current through electrodes, creating favorable conditions
for redox reactions to occur in the medium between the elec-
trodes. Van Cauwenberghe [8] performed a field test to immobilize
inorganic contaminants and reduce organic contaminant concen-
trations in soils. Unlike electrokinetic processes, EIR does not rely
on the migration of contaminants toward the electrodes. In addi-
tion, the applied electric potential (E) is substantially lower than
those used in electrokinetic process. For example, E < 35 V m−1 was
used in studies by Ho et al., Rahner et al., and Rohrs et al. [1,9,10];
and E < 12 V m−1 was applied in Jin et al. [11]. The EIR occurs when a
low voltage and amperage field is imposed in a conductive matrix
between the two electrodes. The induced electric field is created
with soil particles acting as capacitors and discharging and recharg-
ing electricity. Fig. 1 illustrates the capacitor structure of a soil
particle, where redox reaction zones are created and interface on
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Fig. 1. Capacitor structure of a soil particle within a low voltage and low amperage
DC field (modified from Doering et al. [18]).

the outer Helmholtz plane. The hygroscopic water in the inner
Helmholtz plane serves as a dielectric and the hydrated cations
interface with the redox reaction zones. The redox reactions are
possibly due to electrolysis of water where

H2O → 2H+ + 1/2O2(g) + 2e− (1)

2H2O + 2e− → 2OH− + H2(g) (2)

reaction (1) occurs at the anode and reaction (2) occurs at the
cathode. Both reactions can also occur at the soil particle–water
interface where the induced redox reaction results in the transfor-
mation of contaminants.

To date, the few studies of EIR in treating chlorinated organic
contaminants were all performed in water or other porous media
such as saturated sand [10–12]. In this study, we investigated EIR
in degrading TCE in low-permeability clay. We hypothesized that
higher surface area in clay can create more redox reaction zones
(see Fig. 1), therefore favor the reductive dechlorination of TCE.
Additionally, saturated clay soils typically consist of iron, mag-
nesium, titanium, and other constituents in aqueous phase that
may catalyze and enhance the redox reactions such as EIR [2,9,12].
Based on preceded results, DC is the preferred source than AC
power for EIR. We used graphite electrodes and weak DC voltage
(E < 12 V m−1) to create an induced reductive zone throughout the
saturated clay matrix for TCE degradation. Parameters that are key
for field applications of EIR, such as electrode spacing, were also
investigated.

2. Materials and methods

2.1. Clay characterization

A clay (fat clay) soil provided by Durham Geo (Stone Mountain,
Georgia, USA) was used for this study. Clay specific conductance and
pH were measured from a saturated paste extract using EC and pH
electrodes and meters, respectively [13,14]. Soluble components of
the saturated paste extract were measured by inductively coupled
plasma-mass spectrometry for cations and metals, and ion chro-
matography (Dionex DX-100 ion chromatograph equipped with a
4 mm × 250 mm IonPac AS14 anion exchange column; Sunnyvale,
California, USA) for anions. A 1:1.25 soil weight to water volume
ratio was used to extract available phosphorus from the soil, and
the extract was analyzed by using an ion chromatography [15]. Par-
ticle size analysis was conducted to confirm the clay soil texture
by following the hydrometer procedure as described by Gee and
Bauder [16].

Fig. 2. Column test diagram for the EIR of TCE in saturated clay.

2.2. Direct current column reactors study

Two sets of columns (internal diameter 9 cm) with lengths of 20,
50, 100, and 150 cm were constructed and positioned horizontally.
Electrodes were installed at each end (Fig. 2) of the columns. The
electrodes were made from graphite and connected to an AC–DC
transformer with adjustable DC voltage outputs of 6, 9, and 12 V.
Graphite electrodes were used due to its high efficiency in reduc-
tion of TCE in water [11]. Also, graphite electrodes do not corrode
like stainless steel as observed by Rohrs et al. [10]. The clay soil was
saturated with RO water containing TCE to reach a target concen-
tration of approximately 100–120 mg kg−1. Each column was filled
with the saturated clay and sealed. One set of columns were con-
nected to the DC source set at 6 V, and the other set of columns were
not connected to serve as the control. The columns were sampled
by using syringes from each sampling port. Trichloroethene sam-
ples were extracted by using n-hexane and analyzed by using an
Agilent 6890 gas chromatograph with an electron capture detec-
tor (GC-ECD; Santa Clara, California). Helium was used as carrier
gas, the detector, injector, and final oven temperatures were 250,
250, and 100 ◦C, respectively. Samples were analyzed individually
to rule out potential migration or degradative gradient through the
column. Detected value from a composite sample was reported.
Electrical potential and current across the column were measured
by a multimeter. Chloride and pH were monitored throughout the
experiments. Sampling/monitoring events were performed at 0, 1,
3, and 7 d. Experimental runs using the DC source set at 9 and 12 V
were performed by using the same procedure described above.

3. Results and discussion

3.1. Clay characterization

Particle size analysis confirmed the clay in texture of the soil
used for this study (Table 1). Permeability of the clay was low
(6.6 × 10−12 cm2) but within range (10−9 to 10−15 cm2) of typical
clays [17]. An elevated concentration of iron (14.175 mg/kg) was
observed, indicating that redox reactions in the clay may occur at a
relatively high rate. The mean resistance of the clay saturated with
water was measured to be 1.41 k�.

3.2. Clay column tests

Reductive dechlorination was reported as the primary pathway
in electrically mediated remediation of chlorinated compounds
[1,5,10,11]. Reductive dechlorination of TCE in an electrical field
tends to go through the beta elimination pathway, in which TCE is
reduced by the electrons and chloride is released. No intermediates
accumulate during the reaction, though acetylene was detected and
later degraded [1,5,10]. Therefore, anodic conditions as given by
Eq. (1) may favor reductive dechlorination. In our column tests,
sampling across the column length showed no migration of TCE
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