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Abstract Thin films of pure Pd and composite of Pd and
1% multiwalled carbon nanotube have been obtained on
glassy carbon electrodes by borohydride reduction method
and investigated as electrocatalysts for the oxidation of
phenol in acid medium at 25 °C, using cyclic voltammetry
(CV), chronopotentiometry, and high-performance liquid
chromatography. The CV study showed that both the
electrocatalysts are quite stable and active for the phenol
oxidation in acid medium. Further, these electrodes do not
seem to undergo deactivation due to intermediates and
products formed during the phenol oxidation. With the
increase in phenol concentration from 2 to 25 mM, the peak
current (/) increases initially, reaches maximum at about
15 mM, and tends to decrease thereafter. The peak potential
(Ep) value was found to be practically unchanged with
phenol concentration. The rate for phenol oxidation (Z,) at
the surface of both the electrocatalysts increased with the
decrease in pH of the reaction mixture. The electrocatalytic
activity of the composite electrode was, however, higher
than that of pure Pd under similar experimental conditions.
Benzoquinone and hydroquinone were identified as the
major phenol degradation intermediate products.
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Introduction

Widespread contamination of water by phenol and its
derivatives, particularly with chlorine, has been recognized
as an issue of growing importance in recent years. Phenol is
a known potential carcinogen and is of considerable health
concern, even at low concentration [1]. The toxicity of
chlorophenol increases with number of chloro-substituents
but is lowered by the presence of chloro-substituent in the
ortho position [2]. An increase in number of chloro-
substituent can also promote the accumulation of such
chemical compound in fish and other living organisms [3]
and, thereby, increase their hazardous properties. It is
reported that phenolic compounds concentrations above
2 mg 1" are toxic to fish and that their concentrations
between 10 and 100 mg 1" result death in aquatic life
within 96 h [4]. Several methods of treatments are known at
present. Biological treatment, activated carbon adsorption,
solvent extraction, chemical oxidation, and electrochemical
methods are the most widely used methods for removing
phenol and phenolic compounds from wastewater [5].

The transformation of toxic organic compounds into
nontoxic ones using electrochemical methods has attracted
wide attention during recent years [6—10] and recognized to
be advantageous due to versatility, high efficiency, easy to
control, amenability to automation, environment compati-
bility and cost effectiveness.

Electro-oxidation of most organic compounds, includ-
ing phenol is possible theoretically in the potential region
before oxygen evolution, but practically, oxidation reac-
tions are sluggish, and their rates are limited more by
kinetic than by thermodynamic factors [11]. It is, therefore,
desired to search for low cost, efficient, and thermody-
namically stable anodes so as to improve the oxidation
kinetics.
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A survey of literature reveals that the research work on
the electrochemical detoxification/oxidation of organic
pollutants seems to commence with the work of Comni-
nellis [12] published in 1992. He studied the electrochem-
ical oxidation of phenol at Pt and DSA anodes and
demonstrated that traditional electrode materials (Pt, Ti/
IrO,, Ti/RuO,, Ti/PbO,) give relatively low current
efficiency. Contrary to this, the SnO, anodes give high
current efficiencies and also allow quasi complete total
organic carbon elimination. The unexpected behavior of the
SnO, anode has been ascribed to the change of chemical
structure of the electrode surface during anodic polarization
[13]. Subsequently, the electrochemical oxidation of ben-
zoquinone on Ti/IrO, and Ti/SnO, in water [14] and on Fe-
doped PbO, on Ti in 0.1 M H,SO,4 [15] and 2-chlorophenol
on a composite PbO,/polypyrrole electrode in 0.1 M H,SO4
[16] have also been reported.

In recent years, the study on the electrochemical
detoxification of organic pollutants, particularly phenol
and its chloro-derivatives in wastewater, has become an
important and burning research area of electrochemistry. In
order to increase the efficiency vis-a-vis to reduce the cost
of the process, a variety of electrode materials have been
examined in the process of phenol oxidation. Some of the
important electrode materials made of noble metals and based
on metal oxides recently reported are Pt and Au [17-19],
PbO, [20-23], SnO, [24-26], Ti/IrO,, Ti/RuO,, Ti/PbO,,
and Ti/SnO, [27], Bi/PbO, [28], Ti/SnO,—PbO, [29], Ti/
Sb—-Sn—Ru0,-Gd, Ti/Sb—-Sn—RuO, [10], RuO,-TiO, [30],
Bi-doped PbO, [31], Ti/TiO, doped with Ga>" [32], Ti-based
PbO2 with or without SnO, + Sb,Oj interlayers [33], Ti/
RuO-Pt [34], V-doped MoO,—C/Ti [35], Pt coated with
quaternary metal oxide film containing Ti, Ru, Sn, and Sb
oxides [36], mixed Ni-Mn oxides [37], mixed metal oxides
Sl’lOz*RUOz*IrOz, Ta20571r02, and RhOZ*II‘Oz immobilized
on a Ti substrate using sol-gel technique [38], Ti/
RuOg 3Pb 7 TiO4 [39], nanostructured Pt-Fe/C [40]. A
few other electrocatalysts such as synthetic diamond electro-
des [6, 7, 41-44], boron-doped diamond films on tantalum
[45], vitreous carbon [46], and carbon nanotubes [47] were
also used as electrocatalysts for electrooxidation of phenols.

We have obtained thin films of Pd and Pd—1% multi-
walled carbon nanotube (MWCNT) on glassy carbon (GC)
electrodes through chemical reduction of PdCl, by NaBH,4
and investigated, for the first time, as electrocatalysts for
oxidation of phenol in 0.5 M H,SO,. The use of MWCNT
as support is based on its high surface area and the great
number of mesopores which can lead to high metal
dispersion and a good reactant flux in the tubular graphite
structure. Besides, the metal-support interactions and the
resistance of the support to oxidation are improved, while
the metal sintering is disfavored [48]. Preliminary results of
the investigation were very interesting as very negligible or
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no inhibition effect of phenol oxidation intermediates/
products was observed on Pd electrodes. Details of results
are described in the present paper.

Experimental

Pd in powder form was obtained by dissolving required
amount of PdCl, (anhydrous Merck) in 5 ml acidified
double distilled water and subsequent reduction of metal
ions by adding excess of NaBH,; (Sigma-Aldrich, 98%)
solution under stirred conditions as described elsewhere
[49]. Similarly, 20 mg of Pd—1% MWCNT composite was
prepared. For the purpose, MWCNTs (Aldrich, dia. + 110—
170 nm, length=5-9 um, Pr. No. 659258) were activated
by refluxing in concentrated HNO; for 5 h as described
elsewhere [50]. The required amount of activated
MWCNTs was then added to a 5-ml acidified solution of
PdCl, and stirred the solution well, and to this, an excess
NaBH, solution was added under vigorous stirred condition
to carry out the complete reduction of metal ions.

The catalyst obtained in powder form was mixed
together with few milliliters of ethanol (Merck)-water
mixture and then ultrasonicated for 15 min so as to obtain
an ink. To obtain the electrode, two to three drops of ink
were dropped onto a pretreated GC electrode through a
syringe and dried, and then one drop of 1% Nafion solution
(Alfa Aesar) was dropped over the dried catalyst layer to
cover it. The catalyst electrodes, thus obtained, were finally
irradiated with microwave (800 W) for 1 min. Prior to use
as support for the catalyst, GC plates were first polished
well on a microcloth pad on a polishing machine with
alumina powder and then dipped in 0.2 M H;PO, solution
for 5 min, degreased with acetone by ultrasonication,
washed with distilled water, and dried. Electrical contact
with the catalyst over layer and electrode mounting were
carried out as described elsewhere [51]. Physical character-
ization of the catalyst over layer on GC (geometrical
surface area~0.5 cm?) has been carried out by XRD and
SEM and already described in [49].

A conventional three-electrode single compartment
Pyrex glass cell was used to carry out electrochemical
studies. A Pt-foil (~8 cm?) and a saturated calomel
electrode were used as auxiliary and reference electrodes,
respectively. All potentials reported in the text are with
respect to this reference only. Cyclic voltammetry (CV) and
chronopotentiometry studies were performed using an EG
& G PAR model 273A galvanostat/potentiostat. The CV
study was performed in the potential region, —0.20-1.30 V,
in 0.5 M H,SOy4 and in 0.5 M H,SO4 + x mM Phenol (2 <
x<25) at 25 °C. Prior to carry out the actual CV experiment,
each electrode was cycled ten times at a scan rate of
50 mV s 'in 0.5 M H,SO4. All electrochemical experi-
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Fig. 1 Cyclic voltammogram of the Pd/GC electrode at 50 mV s ' in

0.5 M H,SOy4 and in 0.5 M H,SO,4 + 5.0 mM phenol at 25 °C

ments were performed with triplicate electrodes in an Ar-
deoxygenated electrolyte at 25 °C.

Analysis of oxidation intermediates/products

The oxidation products formed during the anodic oxidation
of phenol were analyzed by high-performance liquid
chromatography (HPLC) on a Younglin Acmc 9000, using
a reversed phase column (Microsorb-MV 100-5 C18), UV
detector (254 nm), and the mobile phase: 65% water—33%
methanol (Merck: HPLC grade)-2% acetic acid (Qualigens:
HPLC grade). Before each analysis, the sample and solvent
were filtered.

-1

I/ mA mg

-80 Pd-MWCNTs
——05MH,SO,
——0.5M H,SO, + 5mM Phenol
-120 Il 1 1 1 1 1 1 1
-0.2 0.0 0.2 0.4 0.6 0.8 1.0 1.2
E/V (vs SCE)

Fig. 2 Cyclic voltammogram of the Pd—1% MWCNT/GC electrode at
50 mV s ! in 0.5 M H,SO, and in 0.5 M H,SO,4 + 5.0 mM phenol at
25 °C

Results and discussion
CcvV

CV of Pd/GC and Pd—1% MWCNT/GC electrodes in 0.5 M
H,SO,4 with and without phenol have been recorded at a
scan rate of 50 mV s~ ! between £=—0.20 and E=1.3 V, and
curves, so obtained, are reproduced in Figs. 1 and 2.
Features of curve shown in these figures appear to be
more or less similar. In Figs. 1 and 2, cathodic and anodic
curves produced in the potential region, —0.20 and 0 V, are
due to the adsorption and desorption of hydrogen. The
strong cathodic peak appeared at £=0.335-0.40 V that
corresponds to the reduction of palladium(Il) oxide, formed
due to transformation of Pd into palladium(Il) oxide in the
potential region 0.5-1.0 V under anodic conditions. At E>
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Fig. 3 a Cyclic voltammogram of Pd/GC electrode at 50 mV s ' in

0.5 M H,SO, at varying scans. b Cyclic voltammogram of Pd—1%
MWCNT/GC electrode at 50 mV s™' in 0.5 M H,SOy at varying scans

@ Springer



J Solid State Electrochem (2010) 14:2113-2120

2116
a
60
40
20
Ty O
£
E Pd
= -20 (0.5 M H,50, + 5 mM Phenol)
~ Icycle
I cycle
-40 ——— I cycle
—— IVcycle
V cycle
—— Vlcycle
-60 VII cycle
—— VI cycle
L\/ — IXcycle
| X cycle
-80 1 1 1 1 1 1 1
-0.2 0.0 0.2 0.4 0.6 0.8 1.0 1.2
E/V (vs SCE)

-1

I/ mA mg

Pd-MWCNTs
(0.5 M H,SO, + 5 mM Phenol)
Icycle

I cycle

—— Il cycle

IV cycle

V cycle

—— VI cycle

— VIl cycle

—— VIII cycle

— X cycle

X cycle

-40

-60

-80

-100

120 UL 1 1 1 1 1 1 1
-0.2 0.0 0.2 0.4 0.6 0.8 1.0 1.2

E/V (vs SCE)

Fig. 4 a Cyclic voltammogram of Pd/GC electrode at 50 mV s ' in

0.5 M H,SO4 + 5.0 mM Phenol at varying scans at 25 °C. b Cyclic
voltammogram of Pd—1% MWCNT/GC electrode at 50 mV s ' in
0.5 M H,SO4 + 5.0 mM phenol at varying scans at 25 °C

1.25 V, the oxygen evolution reaction takes place. The
comparison of Figs. 1 and 2 shows that oxidation of phenol
takes place in the potential region which corresponds to the
Pd(IT) oxide formation.

As already reported [49], the total charge involved in the
complete reduction of palladium oxide into Pd metal (Q)

Table 1 Effect of phenol concentration on the electrochemically active surface area of electrodes in 0.5 M H,SO4 at 50 mV s~

can be used to determine the electrochemical active surface
area (EASA) of the catalyst electrode, using the relation,
EASA=Q/SI, where S is the proportionality constant used
to relate charge with area and / is the catalyst loading in
milligram. A charge value of 405 uC cm ? is assumed for
the reduction of palladium oxide monolayer [52]. To
examine the stability, a set of ten consecutive cyclic runs
at 50 mV s ' were recorded on each electrode in 0.5 M
H,SO,4 and 0.5 M H,SO4 + 5.0 mM phenol at 25 °C. This
experiment was carried out with triplicate electrodes. The
total charge involved in the complete reduction of Pd(Il)
oxide into Pd metal in each cycle was determined by
integrating the cathodic peak for the reduction of Pd(Il)
oxide. CV curves determined at varying scans on Pd/GC
and Pd-1% MWCNT/GC in 0.5 M H,SO, with and
without 5 mM phenol are given in Figs. 3 and 4.

Figure 3a, b show that reproducible voltammetric
responses are observed on both the electrodes only after
three to four consecutive cycles. The EASA values of
electrodes determined in 0.5 M H,SO,4 were also found to
be nearly constant, after the third cycle, regardless of the
number of scans. Thus, the catalyst electrode seems to be
quite stable in 0.5 M H,SO, under potential cycling
condition. The average values of EASA were found to be
~215 and ~366 cm”® mg ' in case of Pd/GC and Pd-1%
MWCNT/GC electrodes, respectively. In estimation of
average, all the values of EASA obtained after the third
cycle were considered.

The observation of Fig. 3 further shows that, during
consecutive cycles, there is a change in the feature of CV
curves (i.e., curves slightly shift toward the higher current
density side with increase in the cycle number) within the
potential range corresponding to Pd(I)oxide formation,
magnitude of change, however, being considerable in the
first 3-4 cycles only. This can be caused due to slow
diffusion of the electrolyte into the catalytic layer. As a
result, some of the active Pd sites do not come in contact
with the electrolyte. However, they become accessible to
the electrolyte after 3—4 cycles, and reproducible voltam-
mograms are obtained thereafter. This is also quite evident
from the increase in the area under the cathodic peak for the
palladium oxide reduction during the first 3—4 cycles.

Figure 4a, b represents the study of effect of number of
cycles on the voltammogram of the electrodes in 0.5 M

1

[Phenol] (mM) 0 2 5

10 15 20

0 (mC)
EASA (cm® mg ")

6.81 (14.53)
~170 (~363)

6.91 (15.15)
~172 (~378)

10.75 (16.23)
~268 (~404)

10.97 (16.11)
~274 (~402)

11.04 (16.20)
~275 (~404)

10.51 (14.99)
~262 (~374)

Values shown with and without parentheses correspond to Pd—1% MWCNT and Pd electrodes, respectively

@ Springer



J Solid State Electrochem (2010) 14:2113-2120

2117

a

o0
]
<
£
<
~ Pd
-50 (0.5 M H,SO, + 5mM Phenol)
——120mVs’
——100mVs’
——80mVs'
——50mVs'
30mvs’
-100 ——20mVs’
Y/ ——10mvs'
I 1 1 1 1 1 1 1
-0.2 0.0 0.2 0.4 0.6 0.8 1.0 1.2
E/V (vs SCE)
b

-1

o0
H
<
£ /
< | Pd-MWCNTs
~ (0.5M H,S0, + 5mM Phenol)
——120mVs’
-100 [ ——100mVs’
———80mVs'
| ——50mVvs'
| 30mvs’
——20mVs'
[ ——10mVs'
-200 - \/
I 1 1 1 1 1 1 1
-0.2 0.0 0.2 0.4 0.6 0.8 1.0 1.2
E/V (vs SCE)

Fig. 5 a Cyclic voltammogram of Pd/GC electrode at varying scan
rates in 0.5 M H,SO4 + 5.0 mM Phenol at 25 °C. b Cyclic
voltammogram of Pd—1% MWCNT/GC electrode at varying scan
rates in 0.5 M H,SO,4 + 5.0 mM phenol at 25 °C

H,SO, + 5 mM phenol at the scan rate of 50 mV s .

Curves shown in Fig. 4 show that the phenol oxidation
peak current (Z,) observed in the first cycle declines in the
second cycle and it becomes more or less constant in the
subsequent cycles (third to tenth). The observed decrease in
the I, values from first to second cycle was observed to be
2.5% to 8% with the use of Phenol concentration, 2 to
25 mM in the electrolyte (0.5 M H,SO,). However, the
peak potential (£,) value corresponding to the oxidation
peak does not change with the number of cycle as well as
phenol concentration. Thus, results show that both the
electrocatalysts, Pd/GC and Pd-1% MWCNT, are quite
stable during the oxidation of phenol in 0.5 M H,SO,.
Small decrease in the peak current may be due to small
coverage of the electrode surface by phenol or its oxidation

0.5 M H,SO, + 5 mM Phenol °
B Pd
5 ® Pd-MWCNTs

I,/ mA
W
T

Scan Rate'”

Fig. 6 Plot; /, versus scan rate on the Pd/GC and Pd-1% MWCNT/
GC electrodes in 0.5 M H,SO,4 + 5 mM Phenol at 25 °C

intermediates/products. So, in subsequent studies, the
oxidation peak current (/,) of the first anodic cycle was
considered for analysis of results.

The effect of phenol concentration on the EASA of
electrocatalysts was also investigated, and results, so
obtained, are shown in Table 1. This table shows that the
EASA values for both the electrodes, Pd/GC and Pd-1%
MWCNT, are practically constant regardless of concentration
of phenol/intermediate oxidation products during cyclic run.

Effect of scan rate

The effect of scan rate has been observed on the cyclic
voltammograms of the electrodes, Pd/GC and Pd-1%

1.20
/.
L)
116 _—
@
o/
a2 112f
%
v |
z & /l/
Z 108} / "
A [ ) L]
m /
/ -
1.04 & /
/ 0.5 M H,SO, + 5 mM Phenol
—=—Pd
100 o —e—Pd-MWCNTs
: u ] ] ] ] ]

0 30 60 920 120 150
Scan rate /mV s’

Fig. 7 Plot; E,, versus Scan rate on the Pd/GC and Pd-1% MWCNT/
GC electrodes in 0.5 M H,SO4 + 5 mM phenol at 25 °C
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MWCNT/GC, in the electrolyte solution, 0.5 M H,SO, +
5 mM phenol, and the results, so obtained, are shown in
Figs. 5a, b, 6, and 7.

Figure 6 demonstrates that in the case of both the
electrodes, the I, value increases linearly with the scan rate,
suggesting that the oxidation of phenol at the Pd/GC and
Pd-1% MWCNT electrodes is not a diffusion-controlled
process but an adsorption-controlled one, under the applied
experimental conditions [53]. Results shown in Fig. 6
displayed the following correlation between /,, and scan rate

v):
I, = 0.51v — 1.25(for Pd — 1% MWCNT/GC electrode)

(1)
I, = 0.42v — 1.02(for Pd/GC electrode) (2)
With the increase in scan rate from 10 to 150 mV s ', the

peak potential increased, showing constancy at higher scan
rates (Fig. 7). The phenol oxidation peak current (/)
corresponding to each scan rate was corrected for the
background current measured at that scan rate.

Effect of phenol concentration

To investigate the effect of the phenol concentration on
the rate of electrochemical oxidation, the CV of the Pd/
GC and Pd-1% MWCNT/GC electrodes has been
recorded at 50 mV s ' in 0.5 M H,SO, containing
varying concentrations of phenol from 2 mM to 25 mM,
and results, so obtained, are shown in Fig. 8. This figure
shows that with the increase in phenol concentration from

3.6
.—.\
/ °
32 °
28 .
o
< 24
£
.
~ﬂ-
20 -
16
°
0.5 M H,SO, + Phenol
—a—pd
12 - —e—Pd-MWCNTs
[
1 1 1 1 1
5 10 15 20 25

Phenol Concentration / mM
Fig. 8 Effect of phenol concentration on the rate of phenol oxidation

at the Pd and Pd—1% MWCNT/GC electrodes in 0.5 M H,SO, at 25 °C;
scan rate=50 mV s |
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Fig. 9 Effect of pH on rate of phenol oxidation (/) at the Pd/GC and
Pd-1% MWCNT/GC electrodes in H,SO,4 + 5 mM Phenol at 25 °C;
scan rate=50 mV s '

2 to 25 mM, the /;, value initially increases and attains a
maximum at about 15 mM and tends to decrease
thereafter. A more or less similar complex dependence of
the peak current on the phenol concentration has also been
found on Pt electrode in 0.5 M H,SO, [54]. On the other
hand, the £, value is found to be practically unchanged
with the phenol concentration. The observed decrease in
the oxidation peak current at the higher phenol concen-
trations is not very clear. However, it is considered that
phenol, at higher concentrations, forms larger amounts of
phenoxy radicals which can result to the formation of
polymeric compounds, and consequently, the electrode
gets deactivated.

Table 2 Results of analyses of the reaction mixture at different
electrolysis times

Electrolysis  Analysis products (ppm)

time (min)
Phenol  Benzoquinone  Hydroquinone Catechol

0 496.4 - - -

30 495.3 0.5 0.7 -

60 491.6 0.8 1.1 0.1

90 489.2 1.1 1.9 0.1

120 488.4 2.4 2.7 0.2

180 481.6 1.0 4.0 0.2

240 479.5 0.7 43 0.2

300 477.0 0.6 4.7 0.3

Geometrical area of the electrode=1 cm?, duration of electrolysis=5 h,
[H,S04]=0.5 M, j=10 mA cm 2, [Phenol]=500 ppm, Temp=25 °C
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Effect of pH

The study of effect of pH has been carried out on the
phenol oxidation current density keeping the phenol
concentration (5 mM) in the electrolyte constant. For the
purpose, different concentrations of H,SO, solutions, each
containing 5 mM phenol, were prepared and used in the
study. The pH of each solution containing phenol was
measured using a pH meter. Results of the investigation are
shown in Fig. 9. This figure demonstrates that the 7, value
grows almost linearly with the decrease in pH of the
solution from pH 1 to 0.1. At pH>1, the /, value decreases
gradually with pH, indicating constancy.

Product analysis

For identification of phenol oxidation products, the chro-
nopotentiometry study of the electrocatalysts has been
carried out at a constant current density of 10 mA cm 2 in
0.5 M H,SO4 + 500 ppm phenol at 25 °C. The quantitative
analyses of phenol and its oxidation products were
determined by HPLC. Samples were taken at appropriate
time intervals and immediately analyzed. The separation
was performed using a reversed phase column and flow rate
of 1.0 ml min ™.

Chromatography results indicate that the major interme-
diate products formed during the electrooxidation of phenol
are hydroquinone and benzoquinone; catechol is formed as
a minor product. The subsequent oxidation products for
these intermediates could not be detected by HPLC. Results
of HPLC analyses are given in Table 2. This table shows
that with the passage of electrolysis time, the amount of
benzoquinone initially increases, reaches maximum, and
decreases thereafter; in contrast, the amount of hydroqui-
none gradually increases showing constancy. On the other
hand, during the electrolysis, the formation of catechol is
small and seems to be nearly constant.

Chronopotentiometry of the electrocatalyst carried out at
a current density of 10 mA em 2 in 0.5 M H,SO,
containing 5 mM hydroquinone indicated the formation of
oxalic acid as the reaction product, but similar test
performed with oxalic acid did not indicate its oxidation
further. So, it can be said that the end product of the phenol
oxidation at Pd electrodes is oxalic acid.

Conclusions

The study indicates that Pd/GC and Pd-1% MWCNT
electrodes are quite stable and do not undergo deactivation
by the phenol oxidation intermediates and products under
the employed experimental conditions (phenol concentra-
tion<10 mM). Thus, the results show that Pd electrode with

improved electrocatalytic properties by suitable means can
be a potential anode for detoxification of phenol. The
electrocatalytic activity of the composite electrode was
greater than the Pd/GC electrode. The rate of phenol
oxidation increased with decrease in pH of the reaction
mixture. The investigation of mechanism is continued.

Acknowledgement The financial support received from the Depart-
ment of Science and Technology, DST, Government of India through
of a research project (SR/S1/PC-41) is gratefully acknowledged.

References

. Idris A, Saed K (2002) Global Nest: the Int J 4:139
. Martin TM, Young DM (2001) Chem Res Toxicol 14:1378
. Kishino T, Kobayshi K (1996) Water Res 30:393
. Zhang H, Sorial GA (2005) Electrochemical process for oxidative
destruction of 4-chlorophenol. Presented at AIChE 2005 Annual
Meeting, Cincinnati, OH, October 30—November 4, 2005
5. Skowronski JM, Krawczyk P (2007) J Solid state Electrochem
11:223
6. Rodgers JD, Jedral W, Bunce NJ (1999) Environ Sci Technol
33:1453
7. Fryda M, Dietz A, Herrmann D, Hampel A, Schafer L, Klages CP,
Perret A, Haenni W, Comninellis Ch, Gandini D (2000) Book of
abstracts of 51th Annual ISE Meetings, p 598, Warsaw University.
8. Li XY, Cui YH, Feng YJ, Xie ZM, Gu JD (2005) Water Res
39:1972
9. Iniesta J, Michaud PA, Panizza M, Cerisola G, Aldaz A,
Comninellis Ch (2001) Electrochim Acta 46:3573
10. Feng YJ, Li XY (2003) Water Res 37:2399
11. Comninellis Ch (1994) Electrochim Acta 39:1857
12. Comninellis Ch (1992) Process Protection 70:219
13. Comninellis Ch, Pulgarin C (1993) J Appl Electrochem 23:108
14. Pulgarin C, Adler N, Peringer P, Comninellis Ch (1994) Water
Res 28:887
15. Feng J, Houk LL, Johnson DC, Lowery SN, Carey JJ (1995) J
Electrochem Soc 142:3626
16. Hwang BJ, Lee KL (1996) J Appl Electrochem 26:153
17. Lapuente R, Cases F, Garces P, Morallon E, Vazquez JL (1998) J
Electroanal Chem 451:163
18. Ezerskis Z, Jusys Z (2002) J Appl Electrochem 32:755
19. Andreescu S, Andreescu D, Sadik OA (2003) Electrochem
Commun 5:681
20. Houk LL, Johnson SK, Feng J, Houk RS, Johnson DC (1998) J
Appl Electrochem 28:1167
21. Tahar NB, Savall A (1998) J Electrochem Soc 145:3427
22. Tahar NB, Savall A (1999) J Appl Electrochem 29:277
23. Fleszar B, Ploszynska J (1985) Electrochim Acta 30:31
24. Kotz R, Stucki S, Carcer B (1991) J Appl Electrochem 21:14
25. Stucki S, Kotz R, Carcer B, Suter W (1991) J Appl Electrochem
21:99
26. Comninellis Ch, Pulgarin C (1991) J Appl Electrochem 21:703
27. Comninellis Ch, Nerini A (1995) J Appl Electrochem 25:23
28. Kawagoe KT, Johnson DC (1994) J Electrochem Soc 141:3404
29. Gherardini L, Comninellis Ch, Vatistas N (2001) Ann Chem
91:161
30. Panic VV, Dekanski AB, Vidakovic TR, Miskovic-Spankovic
VB, Javanovic BZ, Nikolic BJ (2004) J Solid State Electro-
chem 9:43
31. Borras C, Laredo T, Mostany J, Scharifker BR (2004) Electrochim
Acta 49:641

AW N =

@ Springer



2120

J Solid State Electrochem (2010) 14:2113-2120

32.

33.

34.

35.

36.

37.

38.

39.
40.

41.

Andrade LS, Laurindo EA, de Oliveira RV, Rocha-Filho RC, Cass
QB (2006) J Braz Chem Soc 17:369

Wang Y, Gu B, Xu W, Lu L (2007) Xiyou Jinshu Cailiao Yu
Gongcheng 36:874

Li M, Feng C-P, Hu W-W, Zhang Y-Y, Sugiura N (2008) Huanjing
Kexue Yu Jishu 31:84

Liu Q, Liu H-Y (2008) Xinyang Shifan Xueyuan Xuebao, Ziran
Kexueban 21:57

Johnson SK, Houk LL, Feng J, Houk RS, Johnson DC (1999)
Environ Sci Technol 33:2638

Stoyanova M, Christoskova St, Georgieva M (2003) Appl Catal A
Gen 249:295

Makgae ME, Klink MJ, Crouch AM (2008) Appl Catal B:
Environ 84:659

Cestarolli DT, de Andrade AR (2007) J Electrochem Soc 154:E25
Li W, Zhou W, Li H, Zhou Z, Zhou B, Sun G, Xin Q (2004)
Electrochim Acta 49:1045

Comninellis Ch, Duo I, Michaud PA (2000) Book of abstracts of
8th international Fisher symposium on electrochemistry and
environment, pp 49-52, Universitat Karlsruhe

@ Springer

4.
43.
44,
45.
46.
47.
48.
49
50.
51.
52.

53.
54.

Gherardini L, Michaud PA, Panizza M, Comninellis Ch, Vatistas
N (2001) J Electrochem Soc 148:D78

Hagans PL, Natishan PM, Stoner BR, O’Grady WE (2001) J
Electrochem Soc 148:E298

Rodrigo MA, Michaud PA, Duo I, Panizza M, Cerisola G,
Comninellis Ch (2001) J Electrochem Soc 148:D60

Chang M, Gao C (2009) Huagong Xinxing Cailiao 37:37
Belhadj Tahar N, Savall A (2009) Electrochim Acta 55:465
Peng J, Mu Q-W, Zhang C (2006) Chongqing Daxue Xuebao,
Ziran Kexueban 29:135

Bianchini C, Shen PK (2009) Chem Rev 109:4143

Singh RN, Singh A, Anindita (2009) Carbon 47:271

Wang J, Xi J, Bai Y, Shen Y, Sun J, Chen L et al (2007) J Power
Sources 164:555

Singh RN, Sharma T, Singh A, Anindita, Mishra D, Tiwari SK
(2008) Electrochim Acta 53:2322

Singh RN, Singh A, Anindita (2009) Int J Hydrogen Energy
34:2052

Li C (2007) Microchim Acta 157:21

Arslan G, Yazici B, Erbil M (2005) J Hazardous Mater 124:37



	Thin films of Pd and Pd–1% MWCNT as new electrocatalysts for oxidation of phenol in acid medium
	Abstract
	Introduction
	Experimental
	Analysis of oxidation intermediates/products

	Results and discussion
	CV
	Effect of scan rate
	Effect of phenol concentration
	Effect of pH
	Product analysis

	Conclusions
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e5c4f5e55663e793a3001901a8fc775355b5090ae4ef653d190014ee553ca901a8fc756e072797f5153d15e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc87a25e55986f793a3001901a904e96fb5b5090f54ef650b390014ee553ca57287db2969b7db28def4e0a767c5e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020d654ba740020d45cc2dc002c0020c804c7900020ba54c77c002c0020c778d130b137c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor weergave op een beeldscherm, e-mail en internet. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for on-screen display, e-mail, and the Internet.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <FEFF004a006f0062006f007000740069006f006e007300200066006f00720020004100630072006f006200610074002000440069007300740069006c006c0065007200200037000d00500072006f006400750063006500730020005000440046002000660069006c0065007300200077006800690063006800200061007200650020007500730065006400200066006f00720020006f006e006c0069006e0065002e000d0028006300290020003200300031003000200053007000720069006e006700650072002d005600650072006c0061006700200047006d006200480020>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToRGB
      /DestinationProfileName (sRGB IEC61966-2.1)
      /DestinationProfileSelector /UseName
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing false
      /UntaggedCMYKHandling /UseDocumentProfile
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


