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ABSTRACT

Electrocoagulation is an effective, fast, and economic method for treatment of industrial
wastewaters. In this study, effects of different parameters including electrolysis time, volt-
age, and pH on the reduction of chemical oxygen demand (COD), lignin, and color in pulp
and paper wastewaters were studied. Iron and aluminum were used as anode and cathode
electrodes, respectively. Under the optimal conditions (pH 5, 60 min, 10 V), this treatment
method led to 85% removal of COD and 78.5% removal of lignin. Furthermore, clear treated
water with complete color removal was generated that suggests the application of electroco-
agulation for industrial wastewater treatment, especially in pulp and paper industries.

Keywords: Pulp and paper; Wastewater treatment; Electrocoagulation; COD removal; Lignin

removal; Color removal

1. Introduction

Discharging of wastewater into the rivers nega-
tively affects the quality of the water resources and
puts human and animal life in danger. This change in
quality can be observed by physical, chemical, or
biological characteristics of the water [1]. The
wastewater from the pulp and paper industry is the
sixth largest polluter (USEPA 1998) and possesses
high organic matter, blackish color, chemical oxygen
demand (COD), biological oxygen demand (BOD),
and suspended solids. However, the exact characteris-
tics of this wastewater depend on the type of raw
material, type of treatment method, and internal recir-
culation of the effluent [2]. The strong color is a result
of polymerization between tannin and lignin during
the paper making operation [3]. In some cases,
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consumers may add dirt or impurities which cause a
colored, odorous wastewater with higher BOD and
COD concentrations. This impurity puts the aquatic
life in danger and leads to mutation and release of
carcinogenic materials in some cases [4-8]. Pulp and
paper manufacturing companies utilize 76-227 m®
water per ton of product [9].

In order to treat the industrial wastewater, differ-
ent methods have been used including physical,
chemical, and biological treatments [9-14]. Each
method of treatment has its disadvantages. For
instance, the cellulose and organic compounds with
large molecular weight such as long cyclic groups of
lignin cannot be decomposed by biological method
[15]. This method is not efficient in color removal as
well [16]. The biodegradability index of pulp and
paper effluent is less than 0.4 which indicates that
this specific wastewater cannot be treated well by
biochemical method [3]. Anaerobic treatment is not a
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suitable method due to low efficiency and high cost
[8,17]. Activated sludge plants have several problems
such as poor settling characteristics, sensitivity to
shock, toxicity, and inability of biodegrading poorly
biodegradable substances such as lignin [15]. Ozona-
tion, Fenton’s reagent, and membrane technology are
other methods which are useful but more expensive
comparing to electrocoagulation [11,18]. Coagulation,
flocculation, and surface adsorption, despite their
effectiveness, are costly due to chemical materials
needed through the treatment process. Furthermore,
discharging these chemicals to the environment can
cause new environmental problems [15]. The most
important drawback for chemical oxidation methods
is need of large amounts of reactive chemical
reagents [19].

Electrocoagulation method has been examined for
other effluents and demonstrated successful results
[20-28]. Furthermore, electrocoagulation has several
advantages compared to abovementioned methods of
treatments. No chemicals are needed in this process,
and the main reagent is the electron which is a clean
reagent. Simple setup, producing less sludge, ability to
remove the tiniest colloidal particles and shorter treat-
ment time comparing to other methods are other
advantages of electrocoagulation [29-31]. Mechanism
of electrocoagulation is consisted of reactions in anode
and cathode electrodes which are summarized in
Table 1 [19].

There are a few published research studies about
pulp and paper wastewater treatment using electroco-
agulation. Khansorthong and Hunsom reported 97%
of color and 77% of COD removal using iron and
aluminum electrodes [15]. Kalyani et al. achieved
color and COD removal efficiencies of 92 and 95%,
respectively, against mild steel electrodes while using
aluminum electrodes resulted in 84 and 89% removal

Table 1
Reactions occurring in electrocoagulation process [19]
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efficiencies [3]. Ugurlu et al. studied the removal of
lignin, phenol, BOD, and COD using aluminum
electrodes observed 80%, 98%, 70%, and 75% removal
efficiencies, respectively [19]. Removal of 98% COD,
92% polyphenols, and 99% color for black liquor
utilizing aluminum as sacrificing electrode has been
reported by Zaied and Bellakhal [8]. Al-Shannag et al.
used iron electrodes and optimized initial pH, current
density, circulating flow rate, and treatment time.
They were able to achieve up to 80% removal efficien-
cies for both TSS and COD [32]. Sridhar et al. reported
on reduction of 94% color, 90% COD, and 87% BOD
under the optimum condition (15 mA/cm?® current
density, pH of 7, 1g/L NaCl, 100 rpm, and 3 cm
electrode distance) using aluminum as sacrificial
electrode [2]. Shankar et al. achieved removal efficien-
cies of 77%, 78.8%, and 99.6% for COD, TOC, and
color, respectively [33]. The COD removal efficiency of
85% and color removal of 94% were achieved by
Sharma et al. under optimal conditions (15 mA/cm?
current density, pH of 7, and treatment time of
2 h) [34].

Considering the advantages of electrocoagulation
as a promising treatment method in response to
increasing pulp and paper wastewater, we carried out
this research in order to assess the competence of this
method against real industrial wastewater. Most previ-
ously conducted studies in this area have dealt with
synthetic wastewater where few of them examined
iron as a sacrificial electrode for lignin removal. In this
research, treatment of real wastewater from a pulp
and paper factory was investigated in electrocoagula-
tion process using Al (cathode) and Fe (anode) elec-
trodes. Electrolysis time, pH, and voltage were chosen
as variable parameters to reach the maximum removal
of lignin, COD, and color. The energy consumption in
each experiment was calculated as well.

Anode (general)

Cathode (general)

40H™ +4e” — 2H,O + Oz<g)
2H,0 + 4e” — Oz(g) +4H"
2C1_ + 28_ — Clz(g)

Anode (Fe-anode)

Fe) + 2e — Fezjq)

Fe(OH), + OH™ — [Fe(OH),|”
Fe(OH), + HOCI — Fe(OH); + Cl™
Fe’t + e~ — Fe’t

Fe’™ + 3H,0 — Fe(OH), +3H"

2H30" + 2e” — Hy) +2H,O (in acid solution)
2H;O + 2e~ — Hy) +20H" (in alkaline solution)
O, + 2H, O+ 4e~ — 40OH™

Cly) + H,O — HOCl+ H* + CI”

Cathode (Fe-anode)
Fel! + 2H,0 — Fe(OH), + 2H,0

(aq)

[Fe(OH),]” +20H"~ — [Fe(OH)]; (at very high pH)
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2. Materials and methods

The process of electrocoagulation occurred in a
bench-scale batch plexiglass setup (Fig. 1) having
dimension of 15 x 10 x 50 cm®. As seen in Fig. 1, the
bottom of the setup built with steep walls. This will
expedite the process of producing sludge due to
the thought that this change in the setup will increase
the efficiency by inducing faster aggregation of the
hydrolysis products [19]. Total volume of wastewater
in every experiment was 2 L. Iron and aluminum were
utilized in the process due to their low cost. The
total active surface area of the electrodes was
6 x 8 x 10 cm?, and iron was the sacrificial electrode.
There were three iron electrodes in between of three
aluminum electrodes arranged in monopolar config-
uration. The distance between the electrodes was con-
stantly 2 cm. A peristaltic pump (Heidolph, Germany)
utilized for circulation of the wastewater and a digital
DC power supply (IMV Corporation, Japan) operated
at galvanostatic mode was used. The voltage range of
the power supply was 040V, and current was
0-10 A. The properties of wastewater including lignin,
COD, and color were analyzed before and after each
treatment, and all the experiments were conducted at
room temperature. After performing the treatment,
treated solution was filtered. The electrodes used in
the experiments were washed with distilled water and
then with 15% HCI before every experiment.

The wastewater used in this study was obtained
from Chouka Wood and Paper Industry, Talesh, Iran,
and its characteristics are as followed in Table 2. The
wastewater taken from aerated lagoons exactly before
releasing to the Tajan River. It was taken to the labora-
tory in closed containers and kept at 4°C.

The concentration of lignin and COD were
determined by spectrophotometer at 700 and 600 nm,
respectively. Both the dichromate method (standard
methods 5220D), and lignin and tannin colorimetric
removal method (standard methods 5550B) were used
to determine the concentration of the COD and lignin,
respectively [35]. Moreover, the color intensity
was determined by measuring the treated sample
absorbance at 450nm by a spectrophotometer
(Model named Unico—UV-2100). A digital calibrated
pH-meter (HANNA pH 211) was used to measure the
pH of the wastewater in experiments.

2+
H,0 . OH, 0
2 |H,0=Me—OH,

H,07  OH, 0
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Fig. 1. Schematic diagram of the experimental electrocoag-
ulation setup.

Table 2

Initial properties of the wastewater

Property Value

pH 75

Total COD 657 (mg/L)

Lignin 1,155 (mg Phenol/L)
Conductivity 1,175 (uS/cm)

Total dissolved solid 587 (mg/L)

Color Brown

3. Results and discussion

Experiments were conducted on a wide range of
operating conditions, and the results are presented in
the form of figures.

3.1. Time effect

The removal of COD, lignin, and color at different
electrolysis times (10, 20, 30, 40, 50, and 60 min) at the
initial pH of 7.5, 4.0V, and 600 mA were conducted.
As shown in Fig. 2, 43% of lignin removal (82% of
total removal) occurred in the first half of the
operating time. The generation of Fe’* in anode is the
reason for particle aggregation. This aggregation and
polymerization which takes place are depicted as
Eq. (D) [19].

4+

- (H20)4Me< " Me(H;0),| +2H,0 (1)
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Fig. 2. Time course of COD, lignin, and color removal (ini-
tial pH of 7.5 and voltage of 4.0 V).

The different models of combination of these prod-
ucts may be responsible for the trend shown in
Fig. 2. Gurses et al. [36] reported that Fe** may form
ferric hydroxo complexes and polymeric species
such as Fe(H,0)', Fe(H,0);OH>", Fe(H,0),(OH);,
Fez(HZO)g(OH);l+ and Fez(H20)6(OH)i+ depending
on the initial pH of the wastewater. The variety and
amount of these species which are key factor in
removing of contaminants depend on electrolysis
time.

Fig. 2 also demonstrates the COD removal percent-
age which is increased with increasing of the operat-
ing time without any fluctuation. This is due to the
fact that by applying current in the electrodes, the Fe
(OH); flocks are generated and these flocks adsorb the
organic molecules of the effluent resulting in COD
reduction thorough the electrolysis time. A similar
trend was observed in the color reduction of the
effluent. As shown in Fig. 2, the trends of these factors
show an approximate steadiness for the lignin
removal after 60 min but there is a considerable COD
removal between 50 and 60 min. Therefore, 60 min of
operation time was selected for further studies.

3.2. Voltage effect

Several researchers reported that current density
and voltage are important factors in the electrocoag-
ulation  process  for  contamination = removal
[20,21,37,38]. Higher voltages increase the amount of
ferric ions that are produced from sacrificial electrodes
and leads to more removal. In our experiments, the
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electrolysis time was set to 60 min and initial pH of
the wastewater was 7.5. The effect of different voltages
4, 6.5, 10, 14 V) was investigated on COD, lignin, and
color removal. It is crucial to find the optimum value
for voltage since applying more current for the labora-
tory-scale setup will lead to waste of energy by heat-
ing the water without any positive effect on the
removal [39].

As shown in Fig. 3, in the first experiment (at 4 V)
more than 70% of color and COD were removed. The
diminished rate of COD removal after 4V can be
attributed to the generation of high amount of Fe**
which is able to react with dissolved oxygen of the
wastewater according to Eq. (2) [15].

4Fe*" + O, + 10H,0 — 4Fe(OH), + 8H* 2)

There was also a declination of lignin removal
between 10 and 14 V which is a result of attending
lignin in the electrode surface. Therefore, the optimal
voltage for the process was 10V which results in
81.6% removal of COD, 83.2% removal of color, and
78.1% removal of lignin.

3.3. pH effect

Another factor in contaminant removal by elec-
trocoagulation is pH which is an important factor for
possible reactions that can happen in the electrocoag-
ulation process. Particularly for iron, it can shift the

100

Removal (%)

15

Voltage (v)

Fig. 3. Effect of voltage on COD, lignin, and color removal
(initial pH of 7.5 and operation time of 60 min).
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Fig. 4. Effect of pH on COD, lignin, and color removal
(operation time of 60 min and voltage of 10 V).

Table 3
pH variation of the wastewater before and after treatment

Before treatment After treatment

3.5 7.8
5 8.2
7.1 9.6
9.8 9.5
11.1 10.1

redox reactions between Fe’*and Fe’ which directly
affects the contaminant removal. Therefore, the
removal efficiency for lignin, COD, and color was
investigated in different pH values as shown in Fig. 4.
These experiments were carried out in 60 min and
10 V, which were the optimum amounts acquired in
the previous sections. For adjusting pH, the H,SO,
and NaOH solutions were used.

As demonstrated in Fig. 4, at pH 5, the highest
removal efficiencies for color (100%), COD (85.4%),
and lignin (78.5%) have been achieved. The amount of
sludge produced under acidic condition was more
than that of the alkaline condition which is consistent
with higher removals at pH 4. A sharp reduction in
removal efficiencies was observed after pH 7 which is
due to higher Fe(OH); solubility that leads to the
formation of Fe(OH),; which is completely soluble.
Higher removal efficiency in weak acid condition is a
result of large amount of released Fe** which reduces
and removes contaminants.
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According to Table 3, in pH values less than 7.1,
wastewater demonstrates an increase in pH after
treatment by electrocoagulation. However, the pH
decreased when the initial pH of the wastewater was
over 9.8. This increase under acidic condition is due
to CO, release because of H, bubbles disturbance
[21]. It can be understood from present results that
electrocoagulation acts as a buffer for the pH of
solution. This is consistent with findings of Zaied
and Bellakhal [8].

As exhibited in Fig. 4, the highest removal
efficiency was achievable under acidic condition. This
can be attributed to formation of iron hydroxides
which have higher adsorption capacity in this pH.

3.4. Energy consumption

The electrical energy consumption was calculated
under optimum conditions (pH 5, 10 V, 60 min) using
Eq. (3) [40]:

. V-1t
Energy Consumption (kWh/m?) = treated volume O

3)

where V is the cell voltage in volt, I is the current in
ampere (A), and t is the treatment time (h). The
energy consumption at the optimal condition was
8.334 kWh/m® which is less than a previous study [2].

4. Conclusion

The present research demonstrated a successful
application of electrocoagulation in the treatment of
pulp and paper wastewater. The impact of electrolysis
time, voltage, and initial pH was investigated for the
removal of COD, lignin, and color. Under optimum
condition (10 V, current density of 4.167 mA/ cm?,
initial pH of 5, operating time of 60 min), the removal
efficiencies of lignin, total COD, and color were 78.5%,
85% and 100%, respectively. The treated wastewater
under the optimum condition was visually clear with
complete color removal. This reduction of COD, color,
and lignin were directly proportional to the electroly-
sis time. pH of the wastewater after treatment
and electrical energy consumption under optimum
condition were 8.2 and 8.334 kWh/m? respectively.
According to our results, this method can be success-
fully replaced or added to the existing treatment units
of pulp and paper wastewater treatment such as
biological methods.



M. Azadi Aghdam et al. | Desalination and Water Treatment 57 (2016) 9698-9704

References

[1] M.M. Emamjomeh, M. Sivakumar, Review of pollutants
removed by electrocoagulation and electrocoagulation/
flotation processes, J. Environ. Manage. 90 (2009)
1663-1679.

[2] R. Sridhar, V. Sivakumar, V. Prince Immanuel, J.
Prakash Maran, Treatment of pulp and paper industry
bleaching effluent by electrocoagulant process, J.
Hazard. Mater. 186 (2011) 1495-1502.

[3] K.S.P. Kalyani, N. Balasubramanian, C. Srinivasakannan,
Decolorization and COD reduction of paper industrial
effluent using electro-coagulation, Chem. Eng. ]. 151
(2009) 97-104.

[4] Z. Aksu, F. Gonen, Biosorption of phenol by immobi-
lized activated sludge in a continuous packed bed:
Prediction of breakthrough curves, Process Biochem.
39 (2004) 599-613.

[5] M. Ali, T.R. Sreekrishnan, Aquatic toxicity from pulp
and paper mill effluents: A review, Adv. Environ. Res.
5 (2001) 175-196.

[6] 1S. Thakur, Screening and identification of microbial
strains for removal of colour and adsorbable organic
halogens in pulp and paper mill effluent, Process
Biochem. 39 (2004) 1693-1699.

[71 RA. Young, M. Akhtar, Environmentally Friendly
Technologies for the Pulp and Paper Industry, John
Wiley, Newyork, NY, 1998.

[8] M. Zaied, N. Bellakhal, Electrocoagulation treatment
of black liquor from paper industry, J. Hazard. Mater.
163 (2009) 995-1000.

[9] A.Z. Santos, C.R.G. Tavares, S.M. Gomes-da-Costa,
Treatment of the effluent from a kraft bleach plant
with the white-rot fungus Pleurotus ostreatoroseus
sing, Brazi. J. Chem. Eng. 19 (2002) 371-375.

[10] Y.Z. Fu, T. Viraraghavan, Fungal decolorization of dye
wastewaters: A review, Bioresource Technol. 79 (2001)
251-262.

[11] D. Pokhrel, T. Viraraghavan, Treatment of pulp and
paper mill wastewater—A review, Sci. Total Environ.
333 (2004) 37-58.

[12] R. Ragunathan, K. Swaminathan, Biological treatment
of a pulp and paper industry effluent by Pleurotus
spp, World Journal of Microbiology and Biotechnol-
ogy 20 (2004) 389-393.

[13] B.K. Taseli, C.F. Gokcay, Biological treatment of paper
pulping effluents by using a fungal reactor, Water Sci.
Technol. 40 (1999) 93-99.

[14] U. Tezel, E. Guven, T.H. Erguder, G.N. Demirer,
Sequential (anaerobic/aerobic) biological treatment of
Dalaman SEKA pulp and paper industry effluent,
Waste Manage. 21 (2001) 717-724.

[15] S. Khansorthong, M. Hunsom, Remediation of
wastewater from pulp and paper mill industry by the
electrochemical technique, Chem. Eng. J. 151 (2009)
228-234.

[16] V.C. Srivastava, I.D. Mall, .M. Mishra, Treatment of
pulp and paper mill wastewaters with poly alu-
minium chloride and bagasse fly ash, Colloids Surf.,
A 260 (2005) 17-28.

[17] F. Cecen, W. Urban, R. Haberl, Biological and
advanced treatment of sulfate pulp bleaching efflu-
ents, Water Sci. Technol. 26 (1992) 435-444.

9703

[18] M. Pérez, F. Torrades, X. Domenech, ]J. Peral, Removal of
organic contaminants in paper pulp effluents by AOPs:
An economic study, ]J. Chem. Technol. Biotechnol. 77
(2002) 525-532.

[191 M. Ugurlu, A. Girses, C. Dogar, M. Yalgin, The
removal of lignin and phenol from paper mill efflu-
ents by electrocoagulation, J. Environ. Manage. 87
(2008) 420-428.

[20] N. Adhoum, L. Monser, Decolourization and removal
of phenolic compounds from olive mill wastewater by
electrocoagulation, Chem. Eng. Process. 43 (2004)
1281-1287.

[21] G.H. Chen, X.M. Chen, P.L. Yue, Electrocoagulation
and electroflotation of restaurant wastewater, J. Envi-
ron. Eng-ASCE 126 (2000) 858-863.

[22] J.A.G. Gomes, P. Daida, M. Kesmez, M. Weir, H.
Moreno, J.R. Parga, G. Irwin, H. McWhinney, T.
Grady, E. Peterson, D.L. Cocke, Arsenic removal by
electrocoagulation using combined Al-Fe electrode
system and characterization of products, J. Hazard.
Mater. 139 (2007) 220-231.

[23] H. Inan, A. Dimoglo, H. $imsek, M. Karpuzcu, Olive
oil mill wastewater treatment by means of electro-
coagulation, Sep. Purif. Technol. 36 (2004) 23-31.

[24] A.S. Koparal, U.B. Ogiitveren, Removal of nitrate from
water by electroreduction and electrocoagulation, J.
Hazard. Mater. 89 (2002) 83-94.

[25] M. Al-Shannag, Z. Al-Qodah, K. Bani-Melhem, M.R.
Qtaishat, M. Alkasrawi, Heavy metal ions removal
from metal plating wastewater using electrocoagula-
tion: Kinetic study and process performance, Chem.
Eng. J. 260 (2015) 749-756.

[26] M. Kobya, H. Hiz, E. Senturk, C. Aydiner, E.
Demirbas, Treatment of potato chips manufacturing
wastewater by electrocoagulation, Desalination 190
(2006) 201-211.

[27] Z. Zaroual, M. Azzi, N. Saib, E. Chainet, Contribution
to the study of electrocoagulation mechanism in
basic textile effluent, J. Hazard. Mater. 131 (2006)
73-78.

[28] M. Al-Shannag, K. Bani-Melhem, Z. Al-Anber, Z.
Al-Qodah, Enhancement of COD-nutrients removals
and filterability of secondary clarifier municipal
wastewater influent using electrocoagulation tech-
nique, Sep. Sci. Technol. 48 (2013) 673-680.

[29] N. Daneshvar, A.R. Khataee, A.R. Amani Ghadim,
M.H. Rasoulifard, Decolorization of C.I. Acid Yellow
23 solution by electrocoagulation process: Investiga-
tion of operational parameters and evaluation of
specific electrical energy consumption (SEEC), ]J.
Hazard. Mater. 148 (2007) 566-572.

[30] M. Kobya, O.T. Can, M. Bayramoglu, Treatment of
textile wastewaters by electrocoagulation using iron
and aluminum electrodes, J. Hazard. Mater. 100 (2003)
163-178.

[31] M.Y.A. Mollah, R. Schennach, J.R. Parga, D.L. Cocke,
Electrocoagulation (EC)—Science and applications, ].
Hazard. Mater. 84 (2001) 29-41.

[32] M. Al-Shannag, W. Lafi, K. Bani-Melhem, F. Gharagheer,
O. Dhaimat, Reduction of COD and TSS from paper
industries wastewater using electro-coagulation and
chemical coagulation, Sep. Sci. Technol. 47 (2012)
700-708.



9704

[33] R. Shankar, L. Singh, P. Mondal, S. Chand, Removal
of COD, TOC, and color from pulp and paper indus-
try wastewater through electrocoagulation, Desalin.
Water Treat. 52 (2014) 7711-7722.

[34] R. Sharma, S. Kumar, C. Sharma, Influence of opera-
tional parameters on electrocoagulation process in
pulp and paper mill effluent treatment, Environ. Eng.
Manage. J. 13 (2014) 289-296.

[35] L.S. Clesceri, A.E. Greenberg, A.D. Eaton, Standard
Methods for the Examination of Water and Wastewa-
ter, American Public Health Association, Washington,
DC, 1998.

[36] A. Giirses, M. Yalgin, C. Dogar, Electrocoagulation of
some reactive dyes: A statistical investigation of some elec-
trochemical variables, Waste Manage. 22 (2002) 491-499.

M. Azadi Aghdam et al. | Desalination and Water Treatment 57 (2016) 9698-9704

[37] N. Adhoum, L. Monser, N. Bellakhal, J.-E. Belgaied,
Treatment of electroplating wastewater containing
Cu®*, Zn** and Cr(VD by electrocoagulation, J.
Hazard. Mater. 112 (2004) 207-213.

[38] S. Mahesh, B. Prasad, 1.D. Mall, .M. Mishra, Electro-
chemical degradation of pulp and paper mill
wastewater. Part 1. COD and color removal, Indus.
Eng. Chem. Res. 45 (2006) 2830-2839.

[39] G.H. Chen, Electrochemical technologies in wastewater
treatment, Sep. Purif. Technol. 38 (2004) 11-41.

[40] ES.Z. El-Ashtoukhy, N.K. Amin, O. Abdelwahab,
Treatment of paper mill effluents in a batch-stirred
electrochemical tank reactor, Chem. Eng. J. 146 (2009)
205-210.



	Abstract
	1. Introduction
	2. Materials and methods
	3. Results and discussion
	3.1. Time effect
	3.2. Voltage effect
	3.3. pH effect
	3.4. Energy consumption

	4. Conclusion
	References



