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ABSTRACT

The extensive use of organochlorine pesticides and their persistence in the environment has
led to it becoming a major contaminant in the ground water and soil. This study concerns
the interaction of organochlorine pesticide, aldrin, with high carbon iron filings (HCIF) and
the impact of rusting on the performance of HCIF. Two types of HCIF were invesitagted:
fresh (with no oxide coating) and rusted (with Fe(II)/Fe(III) oxide coatings). Substantial par-
titioning of aqueous-phase aldrin to the fresh HCIF surface was observed and the residual
aqueous aldrin underwent slow reductive dehalogenation due to interaction with metallic
iron. The overall rate of change of total aldrin concentration with time, i.e. (dCt/dt), can be
expressed as a function of aqueous concentration (Ca) as −k1 M (Ca)

n, where M is the con-
centration of HCIF. The values of k1 and n were determined to be 3.45 × 10−3 h−1 g−1 iron L
and 3.115 for fresh, and 7.73 × 10−3 h−1 g−1 iron L and 2.572 for rusted HCIF, respectively.
Equilibrium partitioning of aldrin between aqueous and solid phases in both the cases was
described by Freundlich isotherm, Cs =K [Ca]

m, where m (1.485 fresh; 0.6985 rusted) and K
(1.5 × 10−2 for fresh and 9.01 × 10−4 for rusted) were determined. Assuming desorption rate
constants as 1 for fresh and 0.1 for rusted, the expressions developed for describing the evo-
lution of Cs and Ca with time resulted in an adequate model fit to the experimental data.
The rusting of HCIF decreased adsorption and reductive dehalogenation reactions, and was
supported by X-ray diffraction, scanning electron microscopy, and energy dispersive X-ray
spectroscopy data. The changes in the rate of reductive dehalogenation and adsorption of
aldrin due to formation of iron oxides on the HCIF surface were observed in the present
study.
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1. Introduction

The most commonly used organochlorine pesti-
cides (OCP) in the developing countries of Asia are
dichlorodiphenyltrichloroethane (DDT), hexachlorocy-
clohexane (HCH), aldrin, and deildrin [1,2] because of
their effectiveness towards several pests and it is cost
efficient. Due to their ability to bioaccumulate and
resist degradation, OCP poses a serious threat to
humans and wildlife as a potential toxin [3–6].

The use of zero-valent iron (ZVI) as an in situ
remediation tool for the treatment of contaminated
groundwater by the virtue of reductive dehalogen-
ation of halogenated organic compounds has been a
subject of considerable interest. Reports on the use of
permeable reactive barrier (PRB) for in situ remedia-
tion of groundwater as the primary application of ZVI
have been motivating [7,8]. HCIF is used as a reactive
material in PRBs [9]. Several reports support the wide
application of ZVI for dehalogenation of halogenated
organic compounds [10–15]. Anaerobic conditions ren-
der the OCP non-persistent in contrast to the aerobic
conditions which make them persistent [16,17]. Hence,
the degradation of OCPs can be facilitated under
reducing conditions [14]. ZVI can generate a reduced
environment in water, soils, and sediments [18–21]
and hence can operate as a powerful, inexpensive, and
environmental friendly reducing agent for degradation
of chlorinated contaminants. Numerous studies have
been conducted that support the use of ZVI for DDT,
and HCH degradation in soil and water
[15,18,20,22,23].

The impacts of rusting on the dehalogenation pro-
cess and the longevity of ZVI have been explored in
some studies [24–28]. The formation of surface corro-
sion product such as ferrihydrite (Fe3HO8·4H2O),
hematite (α-Fe2O3), and goethite (α-FeOOH) in aerobic
conditions [29] and amorphous ferrous hydroxide (Fe
(OH)2) which transforms to magnetite (Fe3O4) under
anoxic condition was reported to be formed on the
ZVI surface [30,31]. These surface corrosion products
may interfere with the dehalogenation of halogenated
organic compounds by ZVI. The formations of iron
corrosion products such as iron carbonate hydroxide,
green rust, magnetite, ferrihydrite, maghemite, and
hydrated ferric oxides such as akangite (β-FeOOH),
goethite (α-FeOOH), and lepidocrocite (γ-FeOOH)
have also been reported [26,32]. The formation of min-
erals such as siderite (FeCO3), aragonite, calcite
(CaCO3), mackinawite, greigite, brucite (Mg(OH)2),
iron sulfide (FeS), and elemental sulfur have been
reported, depending upon the different chemical envi-
ronments surrounding the ZVI surface [25,26,32,33].
Such alterations of the ZVI surface can reduce

permeability through ZVI media [34] and decrease the
rates of dehalogenation of chlorinated organic com-
pounds [35,36]. However, all iron oxides are not detri-
mental to the dehalogenation process as iron oxides
such as green rust [24,37–39], magnetite [40,41], macki-
nawite [42,43], triolite [40], and pyrite [41] can facili-
tate the electron transfer. The presence of surface
corrosion products such as maghemite, ferrihydrite,
and goethite inhibits the dehalogenation reactions as
they are poor electron donors [44].

Although the use of ZVI for degrading chlorinated
organic compounds is well documented, the literature
for application of ZVI for the degradation of OCPs
like aldrin is very limited [45]. This study investigates
the interaction of HCIF with aldrin, a persistent OCP,
and the impact of its rusting on the rate and extent of
dehalogenation of aldrin. The carbon present as
graphite inclusions on HCIF may aid in the sorption
of relatively hydrophobic aldrin, which has been iden-
tified as a priority pollutant by US Environmental Pro-
tection Agency [46]. In this study, the interaction of
aldrin with two types of HCIF was examined: (1) with
no initial surface oxide coating (fresh HCIF), and (2)
with an initial surface oxide coating of mixed Fe(II)/
Fe(III) oxides (rusted HCIF). The main objectives of
the study were to (1) to determine the rate of aldrin
degradation by fresh and rusted HCIF, (2) model the
interaction of aldrin with the HCIFs, and (3) study the
effect of rusting on the degradation of aldrin and
elucidate the processes and mechanisms behind the
observed results through X-ray diffraction (XRD),
scanning electron microscopy (SEM), and energy
dispersive X-ray spectroscopy (EDS).

2. Materials and methods

2.1. Chemicals

Chemicals used were aldrin (99%, Dr. Ehrenstorfer
GmbH), methanol (99%, Emplura), n-hexane (Merck
HPLC Grade, Mumbai, India), HCl (AR Grade,
Ranken Reagent), and HNO3 (AR Grade, Qualigens
Fisher Scientific).

2.2. Preparation of HCIF

As per the procedure described by Sinha and Bose
[47] commercially available high carbon iron
(purchased at Dhanbad, Jharkhand, India) was
chipped on a lathe machine and then grounded into
iron filings in a ball mill. The fraction of filings pass-
ing through 425 μm (40 mesh) sieve and retained on
212 μm (80 mesh) sieve was used.
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Two types of HCIF were prepared for the study.
To prepare fresh HCIF samples with no surface rust,
iron filings obtained as above was washed in nitro-
gen-sparged 1 N HCl with periodic shaking for
30 min, then rinsed 10–12 times with N2-sparged
deionized (Milli Q) water, and dried for 2 h at 100˚C
under nitrogen atmosphere. This treatment yielded
black metallic filings with no visible rust on the sur-
face. To prepare rusted HCIF moist HCIF was kept in
the oven (open atmosphere) at 500˚C for 10 h and
cooled in an open atmosphere. Both types of HCIF
were kept in a vacuum desiccator to prevent further
changes in the surface characteristics.

2.3. HCIF characterization

The carbon content of fresh HCIF was determined
by LECO, USA to be 3.05%. Surface area of fresh HCIF
was determined by BET (N2) analysis using a BET sur-
face area analyzer (NOVA 4000e, Quantachrome,
USA) to be 1.4 m2 g−1.

XRD analyses were carried out for the surface
characterization of both of the HCIF surfaces. X-ray
powder diffractometer (Bruker D8 Focus), using Cu-Kα

radiation (with λ = 1.541 Å), was employed for this
purpose. The scan rate used was 3˚ min−1. The diffrac-
tion patterns were analyzed using DIFFRACplus

(Release 2001 Eva version 7.0) software.
Scanning electron micrographs of fresh HCIF and

rusted HCIF were obtained using a SEM (FE-SEM-
Zeiss, Supra 65) operating at an accelerating voltage of
5 kV, working distance 3.5 mm, and the magnification
of the samples were fixed at 5–6 K×. The SEM was
equipped with EDS facility and the element character-
izations were done at four points for each sample.

2.4. Experimental procedure

The experiments were carried out in batch reactors
of 20 mL glass vials with screw caps equipped with
teflon lined resealable rubber septa (Agilent India). To
each vial, approximately 5 g of fresh HCIF or rusted
HCIF was added. No efforts were made to control the
pH. Aqueous solution of aldrin (1 mg L−1) was pre-
pared by adding the required volume of pesticide in
methanol to deionized (Milli Q) water sparged with
N2 and transferred to 1 L separation funnel and was
sparged with N2 to maintain the anoxic conditions.
The vials containing HCIF were filled by the funnel in
such a way to prevent any headspace. Control vials
containing aldrin solution, but no HCIF, were also
prepared. The vials were placed on a rotator and
rotated at 30 rpm such that the vial axis remained
horizontal at all times. The batch experiments were

carried out in an ambient temperature of 25 ± 1˚C. The
vials were removed (in duplicate and one control) at
specified times, ranging from 1 to 384 h.

2.5. Analytical procedure

The pH and oxidation–reduction potential (ORP)
of the aqueous phase in all vials were recorded after
the sampling of the vials. Waterproof pH Tester 30
(Eutech Instruments, Okalon), ORP Tester 10, and 10
BNC (Eutech Instruments, Okalon) were employed for
this purpose.

Both the aqueous and sorbed aldrin concentrations
were measured in all vials where aldrin was in contact
with iron filings. At specified time intervals, 1 mL ali-
quots of aqueous phase were withdrawn from the
batch reactors, using a microsyringe pierced through
the septa. A 0.5 mL aliquot was added to a gas chro-
matography (GC) auto sampler vial (Wheaton Science,
USA) containing 1.5 mL n-hexane and sealed. The
mixture was then thoroughly mixed on a vortex mixer
for 30 min to ensure partitioning of aldrin into the sol-
vent phase. This method resulted in 97% extraction
efficiency of aldrin. The solvent extract was analyzed
by GC. For determining solid-phase aldrin concentra-
tion, aqueous content of the 20 mL vial was trans-
ferred to another vial, by using a cannula, and the
decanted vials are weighed for determination of the
amount of sorbed pesticide solution. About 10 mL of
n-hexane was added to this vial and the contents were
vortex mixed for 5 min to ensure transfer of the solid-
phase aldrin to the solvent. The concentration of
aldrin in this solvent was determined by GC.

A Thermo Scientific Ceres 800 GC with a split/
splitless mode equipped with capillary column DB-
5MS (30 m × 0.25 mm × 0.25 μm) was used for analysis
of aldrin. Carrier gas used was N2 maintained at a
flow rate of 1.2 ml/min. The temperature of ECD
detector was maintained at 300˚C and the injector port
at 275˚C. The oven temperature program was as fol-
lows: starting at 160˚C (0 min), ramp at 7˚C min−1 to
320˚C (0 min). Samples 1 μL were injected at splitless
mode. The detection limit of aldrin was 1.8 pg μL−1,
and the corresponding signal/noise ratio (S/N) was
greater than 5.

3. Model development

The model used to validate the findings of this
paper has been adapted from the model that was used
to understand the interaction between 2-chloronaph-
thalene and HCIF [46]. The partitioning of aqueous-
phase aldrin molecules to carbon present on the HCIF
surface is likely to occur during the interaction of the
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aldrin with HCIF. This is immediately followed by the
reductive dehalogenation of the residual aqueous
aldrin through the interaction with metallic iron. The
overall decrease in the aldrin concentration due to
dehalogenation is responsible for the readjustment of
aldrin partitioning between solid and aqueous phases.

At any time during the interaction of aldrin with
HCIF in batch systems,

Ct ðlmoles L�1Þ ¼ ½Cs ðlmoles g�1 ironÞ M ðg iron L�1Þ�
þ Ca ðlmoles L�1Þ

(1)

where Ca (μmoles L−1), Cs (μmoles g−1 iron), and Ct

(μmoles L−1) are the aqueous, sorbed, and total aldrin
concentrations and M (g iron L−1) is the concentration
of HCIF. The decrease in total aldrin concentration, Ct

with time, due to dehalogenation through interaction
with the metallic iron surface is represented as,

n � Ca þM! Deha log enation products (2)

therefore, rate of change of total aldrin concentration,

dCt

dt
¼ �k1M ðCaÞn (2a)

Eq. (2a) can be expressed in the linearized form as,

ln � dCt

dt

� �
¼ ln Mk1½ � þ nln Ca½ � (2b)

The rate of dehalogenation of aldrin, k1
(L h−1 g−1 iron), and the order of the reaction n, can be

determined from a plot of ln � dCt

dt

h i
vs. ln Ca½ �. The

partitioning of aldrin on HCIF is assumed to be non-
specific in nature i.e. the number of site available for
adsorption is restricted only by the number of aldrin
molecules that can be adsorbed on the carbon present
on the HCIF surface [28]. At low-surface coverage,
such partitioning can be represented as

mCaðlmoles L�1Þ þMðg iron L�1Þ �!
k2

 �
k3

cs ðlmole L�1Þ; ð3Þ
where cs ¼MCs

Where k2, and k3 are adsorption and desorption rate
constants, respectively. Assuming the rate of partition-
ing is fast in comparison to dehalogenation reactions;
adsorption equilibrium was assumed to be maintained

at all times after the start of aldrin interaction with
HCIF. The corresponding equilibrium constant
describing aldrin partitioning is K = k2/k3. Under such
conditions, partitioning of aldrin between solid and
aqueous phases can be represented by a Freundlich
isotherm,

Cs ¼ K ½Ca�m (4)

A linearized form of Eq. (4) can be expressed as,

ln Cs ¼ m ln½Ca� þ lnK (4a)

Eq. (4(a)) is utilized to determine the equilibrium
constant K and the Freundlich exponent, m. Now the
rate of change in aqueous aldrin concentration, dCa

dt
,

can be represented as, dCa

dt
¼ (Rate of desorption of

aldrin from the solid phase to aqueous phase) − (Rate
of adsorption of aldrin from the aqueous to the solid
phase) − (Rate of dehalogenation of aldrin in aqueous
phase) or,

dCa

dt
¼ k3M½Cs� � k2M½Ca�m � k1M½Ca�n (5)

From Eqs. (1), (2(a)) and (5), the rate of change of
sorbed aldrin can be represented as,

dCs

dt
¼ k3½Cs� � k2½Ca�m (6)

4. Results and discussion

4.1. X-ray diffraction

The prominent peaks consistent with metallic iron
were observed in the XRD spectra of fresh HCIF sur-
face (Fig. 1a) as inferred from JC-PDF: 06-696 (2θ val-
ues 44.671, 65.018, 82.329, and 98.940). No additional
peaks, attributing to the presence of iron oxides, were
observed. However, in the XRD spectra of the rusted
HCIF surface (Fig. 1b), peaks consistent with magne-
tite (JC-PDF: 19-0629) (2θ values 30.095, 35.442, 62.515,
56.942, and 73.948), maghemite (JC PDF: 25-1402) (2θ
values 35.327, 41.715, 67.841, and 74.783), and hematite
(JC-PDF: 33-0664) (2θ values 24.138, 33.157, 35.612,
49.480, 54.091, and 62.421) were observed. No peak
attributing to the presence of metallic iron was
observed. The surface coating of rusted HCIF by iron
oxides can be established by the results of XRD.
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4.2. Interaction of aldrin with fresh HCIF

Aldrin was contacted with the two types of HCIF
(fresh and rusted), in batch reactors, for the specified
time interval as described in Section 2.4. During the
course of experiment with fresh HCIF, the pH and
ORP was observed to vary between 7.5 and 10.5 and
−450 to −600 mV, respectively.

During the interaction of aldrin with fresh HCIF,
the total concentration of aldrin (Ct, μmoles L−1)
declined as presented in Fig. 2(a). The kinetic coeffi-
cients k1 and n, as evaluated from a plot of ln (−dCt/dt)
vs. ln Ca (Fig. 2(b)), were 3.45 × 10−3 L hr−1 g−1 iron and
3.1115, respectively. A linear fit was also observed for
the plot of ln Cs vs. ln Ca (Fig. 3), suggesting equilib-
rium was established between the aqueous- and
sorbed-phase aldrin, which could be explained by
Freundlich isotherm. The constants obtained from
Freundlich isotherm were m = 1.485 and K = 1.5 × 10−2.

The partitioning of aldrin on HCIF surface and the
simultaneous reductive dehalogenation of aqueous
aldrin can be explained by the model given above.
Eqs. (1), (2(a)) and (6) depicting the model were
solved simultaneously using ODE23, ordinary differ-
ential equation solver MATLAB R2009b. The following
initial conditions were used, at time t = 0, Ca =
Ct = 2.76 μmoles L−1. M was taken as 250 g L−1. The
values of k1, n, and m determined from the respective
plots were used to obtain the variation of Ca, Ct, and
Cs with time. The known value of K is expressed as a

ratio of k2/k3, the unknown values of adsorption
rate and desorption rate, respectively. Various values
of k3 were assumed until the numerical solution for
temporal variation of Ca, Ct, and Cs matched with the
experimental data.

The experimental and corresponding model simu-
lations for total aldrin concentration (Ct), aqueous
aldrin concentration (Ca), and sorbed aldrin concentra-
tion (Cs) are depicted in Fig. 4(a)–(c), respectively. The
inset diagram in Fig. 4(b) is for the initial data points
up to t = 72 h to represent the agreement between
model and experimental data. A general overall
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decline was observed for total aldrin concentration,
initial rapid decline followed by slower decline in the
aqueous phase, and initial increase followed by slow
decline was observed for the sorbed aldrin concentra-
tion. The mathematical simulation corresponding to
k3 = 1 and k2 = 1.5 × 10−2 was observed to fit the exper-
imental data adequately. The other values of k3 and k2
correspond to a condition where the partitioning reac-
tions and the reductive dehalogenation reactions are
not coherent with our findings. Hence, the rate of
change of aqueous aldrin concentration, for interaction
of aldrin with fresh HCIF, can be expressed as,

dCa

dt
¼ 1 �M � ½Cs� � 0:0152 �M � ½Ca�1:485 � 0:00345 �M
� ½Ca�3:115 ð7Þ

4.3. Interaction of aldrin with rusted HCIF

The variation in pH and the ORP recorded during
the experimental period were 6.5–7.5 and −150 to
−200 mV, respectively. The increase in pH during the
interaction of aldrin with rusted HCIF was not as high
as observed during the interaction with fresh HCIF.
This may be attributed to the fact that due to higher
corrosion of HCIF surface and development of oxide
layer, further oxidation of HCIF is reduced, which
leads to decline in reduction of water and hence OH−

production. Similarly, the ORP values have increased
compared to the fresh HCIF case, which indicates the
decline in reduction capacity of HCIF. The decline in
the total concentration of aldrin (Ct) with time, during
its interaction with rusted HCIF, is presented in
Fig. 5(a). As in the earlier case, a straight line for the
plot of ln (−dCt/dt) vs. ln Ca (Fig. 5(b)) was obtained,
and the rate constant (k1) and the reaction order (n)
were obtained to be 7.73 × 10−5 L h−1 g−1 iron and
2.572, respectively. The Freundlich isotherm could also
be applied to explain the equilibrium established
between the aqueous concentration and the sorbed
concentration as shown in Fig. 6, and the correspond-
ing Freundlich constants were K = 9.01 × 10−4 and
m = 0.6985, respectively.

The numerical solutions of the Eqs. (1), (2(a)) and
(6) for various assumed values of k3 along with the
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experimental data for Ct, Ca, and Cs are given in
Fig. 7(a)–(c), respectively. Similar to the interaction
with fresh HCIF a general overall decline was
observed for Ct, initial rapid decline followed by
slower decline for Ca and initial increase followed by
slow decline was observed for Cs. The simulation cor-
responding to k2 = 9.01 × 10−5 and k3 = 0.1 was

observed to fit the experimental data adequately.
Hence, the rate of change of aqueous aldrin concentra-
tion, during the interaction of aldrin with rusted
HCIF, can be expressed as,

dCa

dt
¼ 0:1 �M � ½Cs� � 0:0000901 �M � ½Ca�0:6985

� 0:0000773 �M � ½Ca�2:572 (8)

4.4. Discussion

The degradation of DDT and HCH by ZVI have
been reported to follow pseudo-first-order kinetics
[15,18], which is not consistent with our results. Pure
zero-valent iron was used in their studies which was
devoid of any graphite inclusion; hence, it did not
incorporate the sorption phenomena in the reductive
dehalogenation process. In the present study, the pres-
ence of sorption equilibrium, which further governed
the reductive dehalogenation taking place in the aque-
ous phase, led to the development of a complex set of
reactions, hence cannot be compared. The higher
apparent order of the reaction (3.115 for fresh HCIF
and 2.572 for rusted HCIF) can be attributed to the
complex coupling of adsorption–desorption with
dehalogenation.

The mathematical simulation of the interaction of
aldrin with both fresh and rusted HCIF indicates that
the partitioning reactions are faster than reductive de-
halogenation reactions. This can be supported by the
results tabulated in Table 1, where the k2 and k3 values
are higher than the k1 values in both the cases.
Adsorption of aldrin to the HCIF surface (fresh and
rusted) can be described by Freundlich isotherms and
is governed by the carbon content present on both the
HCIF surfaces. The reductive dehalogenation reaction
by ZVI is a surface-mediated phenomenon [47] and is
affected by the solubility of the contaminants [15]. The
high octanol/water partition coefficient of 5.3 [48] ren-
ders higher adsorption of aldrin to HCIF which leads
to low aqueous concentration of aldrin and subse-
quently low reductive dehalogenation rates in fresh
HCIF in comparison to adsorption–desorption rates.

As per the comparison of data given in Table 1,
both the partition rates and the reductive dehalogen-
ation rates were observed to be smaller in the case of
rusted HCIF than fresh HCIF. This can be attributed
to the presence of iron oxides on the rusted HCIF sur-
face. The presence of iron oxides leads to a reduction
in the carbon content and metallic iron content on the
HCIF surfaces. Visible cracks and crevices are
observed in the SEM image of fresh HCIF (Fig. 8a).
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However, the SEM image of rusted HCIF (Fig. 8b)
indicates considerable changes in the surface

morphology where the entire surface is appeared to be
covered by a rough canopy. The EDS results obtained
for fresh HCIF and rusted HCIF surfaces are presented
in Table 2. Abundance of iron, specific amount of car-
bon, and the meager amount of oxygen were observed
on the fresh HCIF surface as compared to considerable
increase in oxygen and decrease in iron and carbon for
rusted HCIF. These results are consistent with the
presence of iron oxides magnetite, maghemite, and
hematite on the surface of rusted HCIF as indicated by
the XRD results. Sinha and Bose [28] similarly
observed slower chloronapthalene adsorption and
dehalogenation on rusted HCIF. As evident from
Table 2, the carbon surface in rusted HCIF declined by
55% in comparison to fresh HCIF. Similarly, the
amount of aldrin adsorbed to rusted HCIF also
declined by about 72% in comparison to fresh HCIF.
Hence, it may be concluded that the adsorption of
aldrin took place to these graphite inclusion (carbon
surface) present on fresh HCIF and rusted HCIF.

The presence of iron oxides on the HCIF surfaces
can also adversely affect the reductive dehalogenation
reaction by altering the electron transfer mechanism.
Though, the presence of magnetite, exhibiting semi-
conductor characteristics [49–51], does not have sub-
stantial impact, it is the presence of hematite
exhibiting insulating character [44] which inhibits the
electron transfer, thereby contributing to retarding the
reductive dehalogenation process. As it is clear from
SEM micrographs of rusted HCIF (Fig. 8b) that the
reactive and non-reactive sites are all covered by oxide
surfaces, still the reductive dehalogenation process
continues. This may be attributed to the presence of
magnetite, as evident from XRD, which allows transfer
of electrons.

It can be noted that the HCIF surface is dry before
the addition of pesticide solution. The HCIF surface is
very slowly transformed once in contact with the
aqueous aldrin solution. Thus, the surfaces of both
fresh and rusted HCIF are unlikely to change signifi-
cantly during the course of the experiment.

Table 1
Comparison of partitioning and dehalogenation reactions of aldrin interaction with fresh HCIF and rusted HCIF

Parameters

Partitioning reaction Dehalogenation reaction

Freundlich
equilibrium
constant (K)

Freundlich
exponent (m)

Adsorption rate
constant (k2)

Desorption rate
constant (k3)

Order of
reaction (n)

Dehalogentaion rate
(k1) (L g−1 iron h−1)

Fresh
HCIF

1.5 × 10−2 1.485 1.5 × 10−2 1 3.115 3.45 × 10−3

Rusted
HCIF

9.01 × 10−4 0.6985 9.01 × 10−5 0.1 2.572 7.73 × 10−5

Fig. 8a. Scanning electron micrographs for fresh HCIF
(magnification: 4.86 K×).

Fig. 8b. Scanning electron micrographs for rusted HCIF
(magnification: 4.59 K×).
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5. Summary and conclusions

The current study investigated the performance of
rusted HCIF and thus evaluated the long-term perfor-
mance of a HCIF PRB constructed for treatment of
OCP like aldrin. Specifically, the main conclusions of
this study were the following,

� The initial rapid partitioning of aldrin on the
solid phase was observed due to adsorption on
the graphite inclusions present on HCIF, while
the residual aqueous phase was observed to
undergo simultaneous reductive dehalogenation
through the interaction with metallic iron. The
process was validated by developing a mathe-
matical model to describe the interaction of
aldrin with fresh as well as rusted HCIF.

� The Freundlich isotherm’s parameter reported
for the interaction of aldrin with fresh HCIF
were K = 1.5 × 10−2 and m = 1.485. The reductive
dehalogenation rate constant k1 = 3.45 × 10−3

L h−1 g−1 iron and reaction order n = 3.115 were
reported. Considering K to be the ratio of the
rates of adsorption (k2) and desorption (k3), the
above isotherm and dehalogenation parameters
determined were utilized for the simulation of
the composite interaction of the two HCIF sur-
faces with aldrin. Mathematical simulation corre-
sponding to k2 = 1.5 × 10−2 and k3 = 1 for fresh
HCIF were observed to adequately fit the experi-
mental data.

� The extent of aldrin adsorption on the rusted
HCIF surface and its corresponding dehalogen-
ation rate in the aqueous phase was observed to
be reduced. The adsorption can be described by
Freundlich isotherm with parameters K = 9.01 ×
10−4 and m = 0.6985, respectively. The dehalogen-
ation rate constant k1 = 7.73 × 10−5 L h−1 g−1 iron
and order n = 2.572 were reported in the present
study. Mathematical simulation corresponding
k2 = 9.01 × 10−5 and k3 = 0.1 for rusted HCIF was
observed to adequately fit the experimental data.
The presence of iron oxides like magnetite,

hematite, and meghamite as inferred by the
XRD, SEM, and EDS investigations shielded both
the reactive metallic site and the carbon content
of the HCIF resulting in the decline in reductive
dehalogenation and adsorption of aldrin on the
HCIF surface.

Hence, it may be concluded that during the course
of time, the formation of corrosion products on the
HCIF surface, will affect the long-term performance of
PRB. With anaerobic condition prevailing in the
groundwater, the development of the oxide layer on
HCIF surface may be slow; in case of corrosion prod-
uct formation on HCIF surface, both the rate of
adsorption and the rate of reductive dehalogenation of
chlorinated contaminants will be reduced.
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