Journal of Hazardous Materials 166 (2009) 1087-1095

Contents lists available at ScienceDirect

Journal of Hazardous Materials

journal homepage: www.elsevier.com/locate/jhazmat

The potential of compost-based biobarriers for Cr(VI) removal from
contaminated groundwater: Column test

Maria Rosaria Boni, Silvia Sbaffoni*

Department of Hydraulics, Transportation and Roads, University of Rome “La Sapienza”-Via Eudossiana, 18-00184 Rome, Italy

ARTICLE INFO ABSTRACT

Article history:

Received 19 July 2007

Received in revised form 8 July 2008
Accepted 2 December 2008
Available online 11 December 2008

This paper presents the results of a column reactor test, aiming at evaluating the performance of a
biological permeable barrier made of low-cost waste materials, for Cr(VI) removal from contaminated
groundwater. A 1:1 by volume mixture of green compost and siliceous gravel was tested as reactive
medium in the experimental activity. A 10 mg/1 Cr(VI) contaminated solution was used and the residual
Cr(VI) concentration along the column height and in the outlet was determined in the water samples col-
lected daily. Also pH, redox potential and COD were analyzed. At the end of the test, the reactive medium

Ilfiegllggirg;l: barriers was characterized in terms of Cr(VI) and total chromium.
Compost The Cr(VI) removal efficiency was higher than 99% during the entire experimental activity. The influence

of the biological activity on Cr(VI) removal efficiency was evaluated by varying the organic carbon and
nitrogen dosages in the contaminated solution fed to the system; a removal decrease was observed when
the organic carbon was not enough to sustain the microbial metabolism. The Cr(VI) removal was strictly
linked to the biological activity of the native biomass of compost. No Cr(Ill) was detected in the outlet:
the Cr(IIl) produced was entrapped in the solid matrix.

Two main processes involved were: adsorption on the organic-based matrix and reduction into Cr(III)
mediated by the anaerobic microbial metabolism of the bacteria residing in green compost. Siliceous
gravel was used as the structure matrix, since its contribution to the removal was almost negligible.

Thanks to the proven efficiency and to the low-cost, the reactive medium used can represent a valid

Contaminated groundwater
Hexavalent chromium
In situ treatment

alternative to conventional approaches to chromium remediation.

© 2008 Elsevier B.V. All rights reserved.

1. Introduction

Groundwater is usually of excellent quality, being naturally fil-
tered in its passing through the ground. Unfortunately, a threat is
now posed by an ever-increasing number of soluble chemicals from
urban and industrial activities and from modern agricultural prac-
tices. These chemicals are not completely removed by filtration as
groundwater passes through the aquifer and some pose threat to
human health. Contamination can render groundwater unsuitable
for use and the cost of cleaning up contaminated water supplies is
usually extremely high.

One of the most important chemical contaminant of concern is
chromium (Cr), which exists in a series of oxidation states from
—2 to +6 valence; the most important stable states are O (ele-
ment metal), +3 (trivalent) and +6 (hexavalent). Cr(Ill) and Cr(VI)
are released to environment primary from stationary point sources
resulting from human activities.

* Corresponding author. Tel.: +39 0644585507; fax: +39 0644585506.
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Contamination of groundwater by Cr at numerous localities
primarily resulted from uncontrolled or accidental release of
Cr-bearing solutions, used in various industrial applications (met-
allurgical, chemical, leather tanning, wood processing, textile and
refractory), into the subsurface environment. Cr in such solutions
mostly occurs as oxyacids and oxyanions of Cr(VI) [1,2]. It is this
oxidation state in which Cr is highly soluble, mobile and toxic. Also
solid wastes from chromate-processing facilities, when disposed
improperly, can be source of groundwater contamination.

The entry routes of chromium into the human body are inhala-
tion, ingestion and dermal adsorption. Cr(IIl) is an essential dietary
mineral in low doses: it is required to potentiate insulin and for
normal glucose metabolism. Because it is an essential nutrient and
it exhibits low acute and chronic toxicity, and because no evidence
exists to indicate that Cr(Ill) can cause cancer, Cr(Ill) has not been
classified as a human carcinogen by the International Agency for
Research on Cancer (IARC).

Cr(VI) compounds, which are powerful oxidizing agents and
thus tend to be irritating and corrosive, appear to be much more
toxic, systematically than Cr(Ill) compounds (about 1000 times
more toxic). This variation in toxicity may be related to the great
Cr(VI) solubility and to the ease with which Cr(VI) can pass
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through cell membranes and its subsequent intracellular reduc-
tion to reactive intermediated. Dose, exposure duration and the
specific compound involved determine chromium’s effects. Epi-
demiologic studies provide clear evidence of Cr(VI) carcinogenity
[3-5].

Thus removal of chromium from contaminated groundwater
remains an important issue in environmental remediation. The
most widespread in situ treatments used for hexavalent chromium-
contaminated groundwater generally involve the reduction of
Cr(VI) to Cr(Ill), which precipitates as hydroxide at pH above 5.
Among such technologies, the permeable reactive barriers (PRBs)
have gradually gained popularity, due to the high removal effi-
ciency, the reduced overall costs, and the conceptual and applicative
simplicity. In its simplest form, a permeable reactive barrier con-
sists of a zone of reactive material, installed in the path of
a contaminated groundwater plume. As the groundwater flows
through this permeable barrier, the pollutants come in contact
with the reactive medium and are degradated, adsorbed, precipi-
tated depending on the reactive medium used. The main advantage
of this system is that, generally, no pumping or aboveground
treatment is required: the barrier acts passively after installa-
tion. Because there are not aboveground installed structures, the
affected site can be put to productive use while it being cleaned up
[6].

Most PRBs use reactive zero-valent iron reducing Cr(VI) into
Cr(IlI), which precipitates as a mixed chromium-iron hydroxide
solid solution and as a pure solid-phase hydroxide [7,8]. In the last
years the biological removal of chromium has also been regarded
to with increasing interest, because biotechnologies are generally
cheap and do not require application of chemical reagents to the
environment; the biological removal occurs according to different
pathways:

several species of bacteria, yeast and algae accumulate metal ions
and many bacteria reduce Cr(VI) to Cr(III) [9];

e some dissimilatory metal reducing bacteria (DMRB) gain energy
to support anaerobic growth by coupling the oxidation of H; or
organic matter to the reduction of several multivalent metals,
such as chromium, which precipitate [10];

anaerobic sulphate-reducing bacteria (SRB) reduce Cr(VI) indi-
rectly by the production of hydrogen sulphide, a strong reducing
agent [11-13], according to the following reaction:

2HCrO} + 3H,S + 2H* & 2Cr(OH)s(q) + 3S(s) + 2H20 1)

Moreover, vegetable-based waste materials have been used as
natural adsorbent for Cr(VI): coirpith [14], sawdust [15], rice husk
and rice husk carbon [16], hazelnut shell carbon [17] and debris of
aquatic plants [18].

Batch tests on gravel, compost, sterilized compost and mixture
of gravel + compost formerly carried out by the authors [19] proved
that the gravel contribution to the Cr(VI) removal is quite negligi-
ble. Besides, the removal observed was predominantly due to the
biomass activity, which converted Cr(VI) into Cr(Ill) under a stable
form, such as Cr(OH)s.

The aim of the present research was to evaluate the perfor-
mance of an organic-based anoxic/anaerobic PRB for the treatment
of Cr(VI) contaminated groundwater. A column test was carried out
by using a mixture of the two low-cost waste materials previously
used in the batch tests: green compost and siliceous gravel residual
of cave activity; the former provided both the organic matter to be
used by the SRB and the biomass, representing also the adsorbent
medium for the abiotic chromium removal.

Besides, the waste materials used should be increased in val-
ues, through the definition of exploitation strategies alternative to
landfilling.

2. Materials and methods
2.1. Materials

The siliceous gravel, used as a structure material and origi-
nated by effusive volcanic activities, was collected at the Vallerano
cave, near Rome. The gravel had natural pH 8.7 and dry density
1.44 g/cm3. It was rich of cabasite and phillipsite, well known as
natural cationic zeolites.

The green quality compost produced as amendment for agricul-
tural use was collected at a composting plant near Rome, treating
about 90 t/d waste (yard waste, wood cellulose waste, organic frac-
tion of municipal and market waste collected separately), after
about 90 days of biological stabilization in windrows. It is “green
labelled”, as proved by the characterization data [20] shown in
Table 2; due to the high organic content and the high pH value
detected, such green compost can be considered as a peaty soil
originated from the decomposition of plant organic fraction.

Leaching tests were carried out in order to assess the leaching
behaviour of the materials and to check the feasibility of using com-
postinthe aquifers. UNI-EN12457-2 test[21], using ultra pure water
with a liquid to solid ratio (L/S) equal to 101/kg, was applied. The
heavy metal release from both gravel and compost was quite neg-
ligible, representing only a percentage always below 3% of the total
content in the solid phase reported in Table 1, matching with the
requirements for the application of the two materials for an in situ
treatment (Table 2).

2.2. Experimental system setup

A column test was carried out introducing a mix 1:1 by vol-
ume of compost and gravel [12] in a Perspex cylinder having height
and diameter equal to 100 and 5cm, respectively; the column is
equipped with six sampling ports at the distance of 0 (inlet), 5 (port
1), 20 (port 2), 40 (port 3), 80 (port 4), 100cm (outlet) from the
bottom.

The Cr(VI) contaminated solution was fed upwards from a Tedlar
bag (SKC) to the column through a multichannel peristaltic pump
(ISMATEC IP, +0.005 cm3/min precision), determining a flow rate
within the column equal to 0.53 ml/min and a velocity equal to
1.86 m/d. One pore volume (PV) corresponded to about 411 ml, hav-
ing a 13 h hydraulic retention time. The hydraulic retention time
was equal to 0.65, 2.58, 5.16, 10.32 and 12.9 h, for sampling port 1,
sampling port 2, sampling port 3, sampling port 4 and the outlet,
respectively. A scheme of the column reactor is presented in Fig. 1.

The outlet was collected in a high density poly-ethylene (HDPE)
bottle. Sampling was carried out daily from the sampling ports
using Luer-Lock syringes and samples were immediately intro-
duced in poly-ethylene (PE) vials and analyzed. All tubing and

Table 1

Compost characterization.

Parameter Unit Value
pH 8.48
Water content (U) (%) 26.10
Total organic carbon (TOC) (%) 31.95
Humic and fulvic Acids (HA +FA) (%) 4.44
Total Kjeldahl nitrogen (TKN) (%) 0.44
Ammonia nitrogen (NH; — N) (%) 0.04
Chlorides (CI~) (%) 0.80
Sulphates (SO3") (%) 0.48
Ccd (mg/kgSS) <d.L
Cr (mg/kgSS) 35.18
Cu (mg/kgSS) 83.90
Ni (mg/kgSS) 8.12
Pb (mg/kgSS) 73.07
Zn (mg/kgSS) 200.27
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Table 2

1089

Heavy metals leached by compost, compared to the Italian regulation limits for waste hazardousness definition.

Heavy metal Leached in UNI-EN 12457-2 (mg/l1) Leached/total content (%) Regulation limit for non-hazardous waste (mg/1)
Cd <d.l <d.l 0.02

Cr 0.02 0.57 1

Cu 0.19 2.26 5

Ni 0.07 8.62 1

Pb 0.14 1.92 1

Zn 0.45 2.24 5

connections were of VitonTM. The experimental data were col-
lected after 5 PVs run in the column in order to reach a steady-state
condition.

2.3. Preparation of Cr(VI) contaminated solutions

The Cr(VI) contaminated solutions were realized by diluting
K,Cr,07 (previously dried in oven at 105 °C for about 2 h and then
stored at room temperature) in DDW, in order to obtain solutions
containing 2 mgCr(VI)/1 (solution A) and 10 mgCr(VI)/1 (solution B).

Organic carbon (as acetic acid-CH3COOH) and nitrogen (as
ammonium hydroxide-NH4OH) were added to the solution B in
the ratio C:N equal to 100:5, obtaining a solution of chemical
oxygen demand (COD) and ammonium nitrogen concentration
equal to 400mg/l and 10.8 mg/l, respectively (solution C); such
a COD value was near the one of the compost used. In order to
avoid too low pH in the feeding, during the experimental period
the organic carbon was supplied as glucose instead of CH3COOH,
with the same COD and NHj{ — N concentration (solution D);
the substrate and nutrient dosage was then halved (solution E)
and finally suspended until the end of the experimental activity,

100, cm

port 4 80cm

3

e
g o
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Fig. 1. Scheme of the column reactor.

Table 3

Experimental phases.

Phase Solution fed to the column Days

1 A 1-8

Il B 9-28
11 C 29-48
v D 49-64
\Y E 65-86
VI B 87-120

aiming at evaluating the influence of biological metabolism on the
removal process. Depending on the solutions fed, the experimental
activities are named as shown in Table 3.

2.4. Chemical analysis

2.4.1. Liquid phase characterization

pH, oxidation reduction potential (ORP), COD, Cr(VI) and total
Cr were determined on the liquid phase collected from the column,
following the APHA methods [22]. Cr concentration was deter-
mined by atomic absorption spectroscopy (Perkin Elmer 3030B)
with flame and graphite furnace technique for Cr concentration
above and below 0.01 mg/l, respectively.

2.4.2. Post-treatment solid phase characterization

At the end of the experimental activity, the materials used in
the column test were characterized in terms of total and hexava-
lent chromium, through an acid [20] and an alkaline digestion [23],
respectively.

Besides, a leaching test at L/S equal to 101/kg with DDW at
pH 3 was performed, in order to evaluate the possible leaching of
chromium which may occur after the treatment, under environ-
mental conditions far from operating ones.

2.4.3. Chemicals
All the solutions were prepared with less than 50 .S/cm conduc-

tivity deionised and distilled water (DDW). Glassware was cleaned
with 1:1 nitric acid (HNO3) solution and rinsed with DDW prior to
use.

All the chemicals used (e.g. acetic acid, nitric acid, etc.) and
potassium dichromate (K,Cr,0-) were supplied by Carlo Erba and
used as received.

3. Results and discussion

In the following paragraphs the results of the experimental
activity are presented; such results concern both the liquid sam-
ples collected daily from the column and the solid phase at the end
of the experimental period.

3.1. Liquid phase characterization

Fig. 2 and Fig. 3 report the Cr(VI), compared to the limit set by the
Italian regulation in force for groundwater (5 pg/1), and the removal
efficiency time profiles detected at each sampling port.
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Fig. 2. Cr(VI) time profiles for each sampling port of the column and the regulation limit for groundwater.
3.1.1. Phasel fact, COD in the outlet was equal to about 30 mg/l at day 28, as

During the first experimental period (7 days) solution A was fed
to the column (the results are not presented here); Cr(VI) concen-
tration in the outlet and in the sampling ports 2, 3 and 4 was always
below the detection limit for flame atomic adsorption spectrometry
(0.01 mg/1), corresponding to an efficiency higher than 99%; in the
first sampling port the removal efficiency was higher than 80%. Due
to the high efficiencies obtained, the Cr(VI) content was increased
in the feeding by using the solution B (phase II).

3.1.2. Phase Il

In this phase Cr(VI) removal in the outlet and in the sampling
port 4 was always higher than 99% (Fig. 3), with values at port 4
and in the outlet generally lower than 10 pg/l and 4 pg/l, respec-
tively (the Italian regulation for groundwater set a limit equal to
5 g/l for hexavalent chromium); a progressively decreasing effi-
ciency was observed in the sampling ports 1 and 2, reaching 3%
and 87% respectively after 20 days (the removal efficiencies were
around 90 and 99% at the beginning of the experimental activity);
the Cr(VI) concentrations were about 8.7 and 1.2 mg/1, respectively,
in correspondence to a Cr(VI) concentration in the inlet of about
9mg/l. Such a reduction was due to the exhaustion of the organic
matter present in the compost, representing the only substrate for
the heterotrophic biomass contributing to the Cr(VI) removal: in

shown in Fig. 4. Moreover, also the saturation of the adsorption
sites on the compost [19] in the first centimetres of the column
contributed to the Cr(VI) concentration increase at port 1 and 2;
the residual adsorption capacity in the rest of the column ensured
the maintenance of high removal efficiencies in the overall system.

3.1.3. Phase Il

In order to resume the biological activity, since day 28 organic
biodegradable substrate was supplied to the biomass by feeding the
system with solution C, containing an organic carbon concentration
similar to the one compost had at the beginning of the experimen-
tal activity (Fig. 4). This brought an improvement of the removal
efficiency for the sampling ports 2 (up to 99%) and 1 (about 60%),
as shown in Fig. 2 and Fig. 3. This seemed to confirm the significant
contribution exerted by the biological activity on the reduction of
Cr(VI) in a contaminated solution.

3.1.4. PhaselV

Due to an excessive pH decrease in the first centimetres of the
column (<6), caused by the acetic acid present in the solution
C, since day 49 CH3COOH was substituted with glucose (solution
D). The removal efficiencies were higher than 99%, except for the
first sampling port, where concentrations similar to the inlet were

phase I phase V 1

| phase Il 1

removal efficiency (%)

10

=2
o™

34
37
51
62

mport1 @port2 Oport3

phase VI

R E—

93

104
107

Fig. 3. Cr(VI) removal efficiencies at port 1, port 2 and port 3.
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Fig. 4. COD time profiles in the inlet and in the outlet.

detected. The COD value in the outlet was generally below 50 mg/1,
with a consumption in the column of about 350 mg/1 (about 90%)

(Fig. 4).

3.1.5. PhaseV

In order to define the optimal COD and ammonia dosage, the
solution E was fed to the column since day 64 until day 86. The
efficiency did not seem to be strongly influenced, even if, as shown
in Fig. 2, the Cr(VI) concentration in both port 4 and outlet was
slightly higher than the one detected in the phase IV. An increase
in the ORP values was observed also for sampling ports 2, 3 and 4
(Fig. 5). During this experimental phase the COD in the effluent was
always below 20 mg/1 (Fig. 4).

3.1.6. Phase VI

In order to evaluate the influence of the biological activity on
Cr(VI) removal, in the last phase of the experimental period the
organic substrate and nitrogen dosage was suspended and solution
B was fed to the reactor. In this period, the following phenomena
were observed in the sampling ports 2 and 3:

e an increase in the Cr(VI) concentrations, corresponding to a sig-
nificant efficiency decrease especially at ports 2 and 3 (77% and
45%, respectively), as shown in Fig. 2 and Fig. 3;

400

e asignificant ORPincrease, with maximum values of about 200 mV
detected at port 2 (Fig. 5).

The saturation of the adsorption sites in the first centimetres of
the column and the inhibition of the biological activity caused by
the lack of substrate led to a worsening of the performances at ports
1,2 and 3.

In spite of this, a good removal efficiency was still shown in the
port 4 and in the outlet, probably due to the residual adsorption
capacity of compost.

3.2. Comments

3.2.1. ORP and Cr(VI) removal

The outlet concentration was always below the limit set by
the regulation during the entire experimental activity; only in the
experimental phases Il and VI, when a lack in both organic substrate
and nutrients was experienced, few samples occasionally presented
Cr(VI) concentrations slightly higher than 5 p.g/l.

The Cr(VI) time-profiles showed a good correlation with the ORP
(Fig. 5 and Fig. 6). In fact, ORP in the ports 2, 3 and 4 was gener-
ally negative, corresponding to a reducing environment indicating
that an anaerobic/anoxic microbial metabolism was taking place;
it increased and turned into positive values only at the end of the
experimental period, when the lack of nutrients and organic sub-
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Fig. 5. ORP time profiles for each sampling port.
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Fig. 6. ORP and Cr(VI) time profiles at sampling ports 2 and 3.

strate probably caused the slowdown or even the interruption of
the anaerobic microorganisms biological activity. As the ORP turned
to positive during phase VI, also Cr(VI) concentrations in the cor-
responding sampling ports increased significantly: from 8 g/l to
5.1 mg/l at port 2 and from 7 g/l to 3.1 mg/1 at port 3 (Fig. 6).

At port 4 ORP was always negative. In the first sampling port the
ORP was quite similar to the inlet one, which was slightly higher.
The ORP data in the outlet are not reported since the outlet was
collected in an open HDPE bottle and the prolonged contact with
oxygenated air led to positive ORP values, non-representative of the
phenomena occurring within the column.

The Cr(VI) profiles along the column height are presented in
Fig. 7; in particular the curves relating to days 14, 21, 27 (phase
Il), 29, 34 and 37 (phase III), 51, 56, 62 (phase IV), 64, 71, 80, 86
(phase V), 91, 98, 104, 112, 120 (phase VI) were selected. The data
obtained during each experimental phase are quite consistent and
reproducible: in fact, the curves showed the same shape and almost
the same slope. The highest removal rate occurred between the inlet
and port 2 in the first 20 cm of the column in the first experimental
phases (phase II, I1I, IV and V); only in the last experimental phase
(phase VI) the highest removal rate was observed between port 2
and 3 (between port 3 and 4 in the last monitoring days). Such a
behaviour was due to both the lack of organic substrate and the
progressive saturation of the compost adsorption capacity at the
bottom of the column. A decrease in the removal rate occurred also
during phase II: on day 21 the inhibition of the biological activity
led to a higher Cr(VI) concentration at port 2 and to a more rapid
removal rate between ports 2 and 3. As organic carbon and nitrogen
were fed, in the subsequent experimental phase the removal rate
between the inlet and port 2 became higher.

Also the ORP decreased at the highest rate in correspondence to
the first centimetres of the column, where the maximum Cr(VI)
removal occurred. The ORP profile along the column during the
same days selected for the Cr(VI) was almost reproducible in all
the experimental phases (Fig. 8). After a strong decrease between
the inlet and the second sampling port, ORP values were almost
stable at about —50 mV and —100 mV in the phase Il and III, respec-
tively. The latter value resulted lower, due to the higher organic
carbon availability, leading to an acceleration of the microbial
metabolism contributing to the establishment of a reducing envi-
ronment, as confirmed by the higher Cr(VI) removal. No significant
changes were observed in the two subsequent phases IV and V; in
phase VI the ORP values turned into positive (higher than 100 mV),
decreasing to about —30mV only in the last centimetres of the
column.

ORP decrease occurred at the highest rate in correspondence to
the maximum Cr(VI) removal, as a consequence of the biological
metabolism.

322. pH

Also the pH profile along the column was almost reproducible
in all the experimental phases, even if the initial pH in the inlet was
quite different:

e about 6.6 for phase I;
e about 5 for phase II, due to the higher Cr(VI) content;

100
—e—14 —a—21 — 827 —+ 29 4 34
5 37 coope- 51 c0-e- 56 -ce0--- 62 ---0-- B4
a--71 @80 088 —-o-m91 —.0.-08
—-e-—104 —-5-—112 —-x--120

10

Cr (V1) (mg/l)

o
o

0.01 4

0.001 T T T T T
0 20 40 60 80 100 120

distance from the inlet (cm)

Fig. 7. Cr(VI) profiles along the column (phase II: black solid line; phase III: grey
solid line; phase IV: black dotted line; phase V: grey dotted line; phase VI: black
sketched line).
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Fig. 8. ORP profiles along the column (phase II: black solid line; phase III: grey solid
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line).

e about 3.8 for phase III, due to the addition of acetic acid;

about 6.9 for phase IV, due to the addition of glucose, instead of
acetic acid;

about 6.1 for phase V, when the organic carbon and nitrogen
concentration in the feeding was halved;

about 5.4 for phase VI, near to the value obtained for the phase II,
when the same solution was fed to the column.

After a strong increase between the inlet and the first sampling
port, pH values gradually increased along the column until a stabi-
lization at about 7.5 was reached; the pH increase was due to both

(@) 3 J1
2] y =-1.6827x + 1.9262
o RZ=0.90
1
0 E
—_— .1 T
2
£ L
-3 4
-4
o
-5
] T T L
0 2 4 5

hydraulic retention time (h)

the high buffering effect exerted by the compost and the biologically
mediated Cr(VI) reduction, as reported in equation 1.

pH increase occurred at the highest rate in correspondence to
the maximum Cr(VI) removal, as a consequence of the biological
metabolism.

3.2.3. Final comments

Based on these considerations, it can be concluded that the
Cr(VI) removal in the present operating conditions was closely
related to the biological activity, which contributed to the estab-
lishment of reducing conditions, as well as to the production of
H,S, thus leading to the hexavalent chromium reduction into Cr(III).
Besides, no Cr(Ill) was detected in the samples collected daily from
the column: the Cr(IIl) produced by the Cr(VI) reduction was under
a solid non-soluble phase, as described in the following paragraph.
Also the gravel contributed to such an “entrapment” of Cr(IIl); in
fact, the natural cationic zeolites (phillipsite and cabasite) present
in the gravel used bonded the metal cations as Cr(III). (It can be use-
ful to remember that the hexavalent chromium is in solution under
anion chromate, while the trivalent form is in solution as a cation.)

No clogging due to the biomass development seemed to occur
within the column; in fact, at the end of the experimental period
the hydraulic conductivity and the flow rate were approximately
the same measured at the beginning. However, greater attention
must be paid to the long-term behaviour and to the durability of
such a system, in terms of its hydraulic properties.

3.3. Removal kinetic

Cr(VI) concentrations are plotted as a function of distance
through the reactive column; when the flow rate and the porosity
are known, distances through the column can be converted easily
to residence times. A graph of Cr(VI) concentrations versus resi-
dence time can then be generated. If Cy is the initial concentration
of Cr(VI) and C is its concentration after time t, then a degradation
rate constant (k) can be calculated for each concentration profile
using a first-order kinetic:

C=Coe™

InC=InCy — kt

When In(C)is plotted against time in hours, the slope of the fitted
line is the reaction rate k. The degree of fit can be determined by
calculating the correlation coefficient (R?), indicating how well the

(b) 3.0

25 =-0.2871x + 2.3699
RZ=0.997

2.0

In(C)

0.5

0.0 T T
0 2 4 6

hydraulic retention time (h)

Fig. 9. Examples of linear regression of the experimental data in correspondence to day 36 (a) and day 120 (b).
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Table 4
Mean half-life in each experimental phase.

Experimental phase Solution fed to the column Mean half-life (h)

11 B 0.84

111 C 0.41

v D 0.77

\% E 0.84

VI B 1.16-2.66

first-order model fits the experimental data. Once the rate constant
is known, a half-life (t;,) can be estimated for the contaminant [6]:

In2
2=

A half-life is the time period required to reduce the concentra-
tion of Cr by half.

The data presented in Fig. 7 allowed to calculate the Cr(VI) half-
life. To such an aim, the first order kinetic (exponential decay) was
applied between the inlet and port 3, fitting the experimental data
with correlation coefficients generally higher than 0.9. In Fig. 9 two
examples of the fitting line and the corresponding equation and
correlation coefficient for day 36 (phase III) and day 120 (phase VI)
are shown.

During the experimental period, t); varied in the range
0.41-2.66 h, as shown in Table 4. Such values are consistent with
those obtained by other authors [24-27] for the Cr(VI) reduction
by zero valent iron. In the phase I t;, was equal to about 0.32h,
due both to the lower Cr(VI) concentration fed and to the organic
carbon availability from compost. In general, it can be observed
that the lowest t, values were reached when organic substrate
was fed along with the contaminated solution (with the excep-
tion of phase I, when the compost organic content in the column
was widely sufficient to sustain the biomass activity). The half-life
strongly increased at the end of the experimental activity, when
no nutrient was supplied: the values obtained were quite different
if compared to those calculated for the phase II, when the same
solution was used (solution B); such a behaviour was due to the
complete consumption of organic matter by the microorganisms,
enabling Cr(VI) reduction, as well as to the almost complete satu-
ration of the adsorption sites at the bottom of the column.

3.4. Solid phase at the end of the experimental activity

At the end of the experimental period, the materials used in
the column were characterized in terms of both total and hexava-
lent chromium content. The total chromium present in the solid
phase is shown in Fig. 10: the highest Cr content was detected in
the first centimetres of the column, where the maximum Cr(VI)

1000

383.89

207.25 190.03 165.84
1004
12.34
1] I 0.45
0.1 4 T T " ' '

0-25cm 25-175cm 175-35cm 3560cm  60-90cm  80-100 cm

total Cr (mg)
]

Fig. 10. Total Cr in the solid matrix at the end of the experimental activity.

0.014

0.012

0.01 1

0.008

0.006

Cr(Vl)/total Cr (%)

0.004 |

0.002

2.5-17.5cm
17.5-35 cm
35-60 cm
60-90 cm
90-100 cm

Fig. 11. Cr(VI) in the solid matrix at the end of the experimental activity, expressed
as a percentage of the total chromium present in the column.

removal occurred; nevertheless, Cr(VI) represents only a negligi-
ble fraction of the total chromium entrapped in the solid matrix by
adsorption, as shown in Fig. 11. Such results confirmed those pre-
viously obtained by the authors in the batch tests [19]: the Cr(VI) is
almost completely biologically converted into the reduced trivalent
form. Moreover, the negligible hexavalent chromium content was
significantly below the regulation limit for soil.

As previously mentioned, a leaching test at pH 3 was per-
formed on the solid matrix, in order to evaluate the leachable
amount of chromium at extreme pH conditions, significantly far
from the operating conditions of the experimental activity. A neg-
ligible release of chromium with respect to the total chromium
content was observed (Fig. 12), confirming the high stability of
the Cr(Ill) obtained as a product of Cr(VI) biologically mediated
reduction.

1.2E-03

1.0E-03

8.0E-04

6.0E-04

4.0E-04

leached Cr/total Cr (%)

2.0E-04

0.0E+00 -

0-2.5cm
2.5-17.5¢cm
17.5-35 cm
35-60 cm
60-90 cm
90-100 cm

Fig. 12. Cr leached at pH 3 from the solid matrix at the end of the experimental
activity, expressed as a percentage of the total chromium present in the column.
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4. Conclusions
The results obtained showed the following:

¢ the organic based mixture allowed to reach high efficiencies in
Cr(VI) removal from contaminated solutions;

e Cr(VI) removal was strictly linked to the anoxic/anaerobic biolog-
ical activity of the native biomass of compost;

e almost all the Cr(VI) fed to the experimental system was con-
verted into a stable and insoluble Cr(IIl) compounds.

The organic based mixture used represents a valid alternative to
conventional approaches to chromium remediation, thanks to the
proven efficiency and to the low cost of the materials tested.

Acknowledgement

Authors thank Giancarlo De Casa for his precious support in the
experimental system setup and in the laboratory activities.

References

[1] B. Mukhopadhyay, J. Sundquist, RJ. Schmitz, Removal of Cr(VI) from Cr-
contaminated groundwater through electrochemical addition of Fe(II), Journal
of Environmental Management 82 (2007) 66-76.

[2] Y. Xu, D. Zhao, Reductive immobilization of chromate in water and soil using
stabilized iron nanoparticles, Water Research 41 (2007) 2101-2108.

[3] M. Goldoni, A. Caglieri, D. Poli, M.V. Vettori, M. Corradi, P. Apostoli, A. Mutti,
Determination of hexavalent chromium in exhaled breath condensate and
environmental air among chrome plating workers, Analitica Chimica Acta 562
(2006) 229-235.

[4] A.Sawada, K. Mori, S. Tanaka, M. Fukushima, K. Tatsumi, Removal of Cr(VI) from
contaminated soil by electrokinetic remediation, Waste Management 24 (2004)
483-490.

[5] ATSDR, Chromium toxicity, ATSDR-HE-CS-2001-0005 (2001).

[6] A.R. Gavaskar, N. Gupta, B.M. Sass, R]J. Janosy, D. O’Sullivan, Permeable Barriers
for Groundwater Remediation. Design, Construction and Monitoring, Battelle
Press, Columbus (USA), 1998.

[7] RW. Puls, CJ. Pul, RW. Powell, The application of in situ permeable reactive
(zero-valent iron) barrier technology for the remediation of chromate-
contaminated groundwater: a field test, Applied Geochemistry 14 (1999)
989-1000.

[8] L. Zhaohui, H.K. Jones, R.S. Bowman, R. Helferich, Enhanced reduction of
chromate and PCE by pelletized surfactant-modified zeolite/zerovalent iron,
Environmental Science and Technology 33 (1999) 4326-4330.

[9] P.Krauter, R. Martinelli, K. Williams, S. Martins, Removal of Cr(VI) from ground
water by Saccharomyces cerevisiae, Biodegradation 7 (1996) 277-286.

[10] F. Caccavo, N.B. Ramsing, J.W. Costerton, Morphological, Metabolic responses
to starvation by the dissimilatory metal-reducing bacterium Shewanella alga
BrY, Applied and Environmental Microbiology 62 (1996) 4678-4682.

[11] M. Vainshtein, P. Kuschk, J. Mattusch, A. Vatsourina, A. Wressner, Model experi-
ments on the microbial removal of chromium from contaminated groundwater,
Water Research 37 (2003) 1401-1405.

[12] O. Gibert, ]. de Pablo, ]J.L. Cortina, C. Ayora, Chemical characterization of nat-
ural organic substrates for biological mitigation of acid mine drainage, Water
Research 38 (2003) 4186-4196.

[13] C.Kim, Q.Zhou,B. Geng, E.C. Thornton, H. Xu, Chromium(VI) reduction by hydro-
gen sulphide in aqueous media: stoichiometry and kinetics, Environmental
Science and Technology 35 (2001) 2219-2225.

[14] K.M.S. Sumathi, S. Mahimairaja, R. Naidu, Use of low-cost biological waste and
vermiculite for removal of chromium from tannery effluent, Bioresource Tech-
nology 96 (2005) 309-316.

[15] EN. Acar, E. Malkoc, The removal of chromium(VI) from aqueous solutions by
Fagus orientalis L., Bioresource Technology 94 (2004) 13-15.

[16] N.R. Bishnoi, M. Bajaj, N. Sharma, A. Gupta, Adsorption of Cr(VI) on activated
rice husk carbon and activated alumina, Bioresource Technology 91 (2004)
305-307.

[17] M. Kobya, Removal of Cr(VI) from aqueous solutions by adsorption onto
hazelnut shell activated carbon: kinetic and equilibrium studies, Bioresource
Technology 91 (2004) 317-321.

[18] MJ.Hu,Y.L.Wei, Y.W.Yang, ].F. Lee, Immobilization of Chromium(VI) with debris
of aquatic plants, Bulletin of Environmental Contamination and Toxicology 71
(2003) 840-847.

[19] M.R. Boni, C. Di Mambro, A. Misiti, S. Sbaffoni, Le barriere organiche per la
rimozione di Cr(VI) da acque di falda contaminate: risultati preliminari, Siti
Contaminati 3 (2005) 76-89.

[20] DIVAPRA, IPLA, ARPA, Metodi di analisi del compost: determinazioni chimiche,
fisiche, biologiche e microbiologiche; analisi merceologica dei rifiuti. Collana
Ambiente, Regione Piemonte, Assessorato all’Ambiente, 1998.

[21] UNI-EN 12457-2, Characterisation of waste, leaching: compliance test for leach-
ing of granular waste materials and sludge—Part 1: one stage batch test at a
liquid to solid ratio of 101/kg with particle size below 4 mm (without o with
size reduction) (2004).

[22] APHA, AWWA, WEF, Standard Methods for the Examination of Water and
Wastewater, XX ed., APHA, Washington, 1998.

[23] U.S. EPA, Method 3060A—Alkaline Digestion for Hexavalent Chromium, 1996.

[24] D.W. Blowes, C.J. Ptacek, ].L. Jambor, In situ remediation of Cr(VI)-contaminated
groundwater using permeable reactive walls: laboratory studies, Environmen-
tal Science & Technology 31 (1997) 3348-3357.

[25] M. Erdem, H.S. Altundogan, M.D. Turan, F. Tumen, Hexavalent chromium
removal by ferrochromium slag, Journal of Hazardous Materials B126 (2005)
176-182.

[26] T.Lee, H.Lim, Y. Lee, J. Park, Use of waste iron for removal of Cr(VI) from water,
Chemosphere 53 (2003) 479-485.

[27] 1J. Buerge, S.J. Hug, Kinetics and pH dependence of chromium(VI) reduction by
iron(Il), Environmental Science and Technology 31 (1997) 1427-1432.



	The potential of compost-based biobarriers for Cr(VI) removal from contaminated groundwater: Column test
	Introduction
	Materials and methods
	Materials
	Experimental system setup
	Preparation of Cr(VI) contaminated solutions
	Chemical analysis
	Liquid phase characterization
	Post-treatment solid phase characterization
	Chemicals


	Results and discussion
	Liquid phase characterization
	Phase I
	Phase II
	Phase III
	Phase IV
	Phase V
	Phase VI

	Comments
	ORP and Cr(VI) removal
	pH
	Final comments

	Removal kinetic
	Solid phase at the end of the experimental activity

	Conclusions
	Acknowledgement
	References


