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Electrocoagulation (EC) with iron electrodes was used to remove the chemical oxygen demand (COD)
of municipal wastewater. A nanosecond pulse power supply (NSP) was evaluated and compared with
direct current (DC). During the EC process, municipal wastewater was collected from the sewage center
in Nagaoka City, Japan. Four Fe electrodes were connected in a monopolar parallel configuration (MP-
P). The obtained results indicated that the maximum COD removal efficiencies were 72 % and 82 %
using DC and NSP, respectively. The use of an NSP allows EC operation at high voltage without the
breakdown of the medium between the electrodes, promoting iron hydroxide flocs and the quantity of
hydrogen bubbles as well as enhancing the COD removal efficiency with low specific energy
consumption (SEC). At a similar COD removal efficiency (~ 72 %), compared with DC, an NSP could
reduce the SEC by approximately 40 %. Therefore, compared with DC, the use of an NSP allows low-
cost operation and enhances the COD removal efficiency from municipal wastewater. Analysis of the
electrochemically generated byproducts by field emission scanning electron microscopy (FE-SEM), X-
ray diffraction (XRD), and energy dispersive spectroscopy (EDS) showed that NSP flocs had higher
adsorption properties for pollutants than DC flocs. The results permitted us to conclude that an NSP
could be useful for promoting the spread of EC and the use of renewable energy sources for wastewater
treatment to reduce the carbon footprint of the entire process.
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1. INTRODUCTION

Chemical oxygen demand (COD) is a measure of the amount of oxygen used in the chemical
oxidation of organic matter and oxidizable inorganic matter present in water or wastewater. The COD
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in water increases due to the presence of biodegradable organic, nonbiodegradable and inorganic
oxidizable compounds [1, 2]. The COD is not a specific parameter, but it is widely used as a traditional
parameter and is useful for evaluating water quality.

Municipal wastewater is one of the main problems currently encountered in developing countries
and comes from different discharge sources, such as residences, institutions, commercial and industrial
buildings and groundwater; surface water could also be present [3]. This wastewater is harmful to the
natural environment if it is not treated before discharge and can contaminate land and water bodies.
Eutrophication is one of the main consequences [4]. Accordingly, a wastewater treatment plant (WTP)
IS necessary to remove pollutants from municipal wastewater, thus avoiding negative effects on the
environment and human health. However, a WTP is not a preference in developing countries because
the benefits are not directly received. Furthermore, operating and maintaining a WTP is quite expensive
[5]. Therefore, finding a suitable technology with low operation and maintenance costs is necessary for
developing countries. In this work, electrocoagulation (EC) is introduced as a promising wastewater
treatment process, and compared with the use of a direct current (DC), a nanosecond pulse was applied as
the main power supply to enhance the COD removal efficiency and reduce the specific energy consumption
(SEC).

EC has been applied for a long time. However, the high cost of electricity is the main reason for
its limited use in industrial applications [6, 7]. Currently, there are many renewable energy sources that
can lead to reduced energy costs, promoting new interest in the EC process for treating wastewater.
Moreover, the use of renewable energy sources with EC is highly desirable to promote an ecofriendly route
for wastewater treatment [8]. Recently, EC has been applied to remove COD from many wastewaters,
including those from the tannery and textile industries [9], refineries [10], the food industry [11], the
paper industry [12], produced water [13], etc.

EC is an advantageous technology compared with other conventional methods due to its unique
features, such as complete degradation of pollutants, minimal sludge generation, simple design, reduced
or no chemical addition, and rapid sedimentation of the electrogenerated flocs [14]. During EC, metal
hydroxide flocs are generated in situ as an electric current passes through electric electrodes. These flocs
act as coagulants to adsorb pollutants in solution. Because the flocs are relatively large, contain less
bound water and are stable, they can be easily removed by filtration [15].

Normally, DC and alternating current (AC) are used as the main power supply for EC operation
[16]. In the present study, a nanosecond pulse power supply (NSP) was proposed to enhance the COD
removal efficiency from municipal wastewater with low SEC. In the existing literature, little or no
consideration has been paid to a comparison between an NSP and DC based on the COD removal
efficiency and SEC. Therefore, this work aimed to focus on this comparison. Furthermore, this study
also focused on comparing the characteristics of the EC byproducts generated from the DC and NSP by
using X-ray diffraction (XRD), energy dispersive spectroscopy (EDS) and field emission scanning
electron microscopy (FE-SEM), which no studies have investigated to date.

Generally, Al and Fe materials are used as electrodes for EC due to their abundances on Earth
and low price. Moreover, iron and aluminum hydroxides form with low toxicity and high valence, which
leads to a high removal efficiency for pollutants [16]. In this work, Fe was used as the main electrode
material. The main reaction that occurs at the anode during EC [17, 18] is as follows:
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Fe — 2e™ = Fe?* (1)

Simultaneously, a cathode water reduction reaction occurs to generate hydroxyl ions (OH") and
hydrogen gas.

1
H20+e‘:§H2+0H‘ (2)

The final products are strongly dependent on the reaction rate of Fe?* oxidation to Fe**, pH and
oxygen saturation conditions in nonelectrochemical processes. Under alkaline conditions, Fe?* will
immediately oxidize to Fe* (pH = 7.6-14) [19]. In this study, the initial pH of 7 of wastewater was used.
However, the final pH values were 10.5 and 8.1 after 90 min (data not shown) of EC with DC and an

NSP, respectively. Therefore, the Fe?* ion could be oxidized easily to Fe** because oxygen is present in
solution as follows [17]:

Fe?* + OH™ = Fe(OH), 3)
2Fe(OH), + %02 + H,0 = Fe(OH)3(4)
2. MATERIALS AND METHODS
2.1. Test wastewater
Municipal wastewater samples were taken from the sewage treatment center of Nagaoka City,

Japan. Table 1 shows some representative parameters of the municipal wastewater.

Table 1. Characterization of the municipal wastewater

Parameter Unit Value
pH - 7.1
Chemical oxygen demand (COD) mg/L 177
Dissolved oxygen (DO) mg/L 0.16
Electrical conductivity mS/m 61.2
Total nitrogen (TN) mg/L 28.6
Total phosphorous (TP) mg/L 3.5

The pH and electrical conductivity were measured before and after the experiment using a pH
meter (Model HM-30R, range from 0.000-14) and COND meter (Model ES-71), respectively. The COD and
TN were measured using the Hach Method 8000. The TP was determined by the Hach Method 8190. The
DO was measured by following Hach Method 8166. Each experiment was performed at least three times to
confirm the results. In addition, chemical and physical characterizations were performed by using EDS, FE-
SEM (JEOL JSM-6700F) and XRD (Rigaku RINT-2500, CuKa).

The COD removal efficiency (1) at time t is defined as follows:
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COD, — COD, )

where COD, and COD;, correspond to the initial COD and the COD at time t, respectively.
SEC is a fundamental assessment for any treatment method to evaluate its feasibility on a

large scale.
The SEC using an NSP source can be calculated as follows:
[Pu®it)de x f x T 6
SECNSP = 1 ( )
3.6 X10° X v

where SECygp corresponds to the NSP SEC (kWh/m?), u(t) is the voltage function (V), i(t) is the
current function (A), t; and t, are the time range for a single pulse (s), fis the pulse repetition frequency
(Hz), t is the treatment time (s), and v is the wastewater volume (m?3).

Equation (6) can be simplified when a DC source is used as follows:
Uit
SECpr = ——— (7

where SECp, corresponds to the DC SEC (kWh/m?3), U is the applied voltage (V), | is the current
intensity (A), and T is the treatment time (h).

2.2. Experimental setup

T

1. Stirrer

2. 200 ml municipal waste water
3. EC reactor

4. DC or NSP power supply

5. Magnetic stir and heating

6. 4 iron electrodes

Figure 1. Schematic of the laboratory-scale EC reactor setup (the same separation in all cases, x=1 cm).

Fig. 1 shows the experimental setup for the EC of 200 ml of wastewater. Four iron electrodes
were connected in a monopolar parallel connection (MP-P). All electrodes, 1x20x55 mm? in size, were
equally arranged (x=1 cm), as shown in Fig. 1.
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Both power supplies, PL-650-0.1 (DC) and HK-10N (NSP) from Matsusada Precision Inc.
(Japan) were used in the potentiostatic mode. The appropriate voltage ranges to avoid breakdown of the
medium between the electrodes were determined to be Voc = {1 to 5 V} for DC and Vnsp = {1 to 50 V}
for the NSP.

During the EC process, a magnetic stirrer was used at 200 rpm and room temperature to enhance
the contact between the pollutants and the formed metal hydroxide adsorbent.

3. RESULTS AND DISCUSSION

3.1. Effect of the applied voltage on the COD removal efficiency

90

COD removal efficiency (%)

—— NSP

20 1 1 1 1 1
0 10 20 30 40 50 60
Voltage (V)

Figure 2. Effect of the voltage on the COD removal efficiency with a treatment time of t=90 min using
DC and an NSP (pulse width (pw) 1 us, frequency (f) 10 kHz).

The effect of different applied voltages on the COD removal efficiency was investigated by
running the EC process using different DC and NSP voltages of 1, 3, and 5V for DC and 1, 3, 5, 20, 30,
40, and 50 V for the NSP. The results are displayed in Fig. 2. As expected, regardless of whether DC or
an NSP was used, the COD removal efficiency increased with the applied voltage. This increase can be
explained by the fact that the applied voltage can not only determine the dosage rate of the coagulant but
also promote the quantity of hydrogen bubbles, thus enhancing the flotation efficiency [20]. Therefore,
the applied voltage influences the COD removal efficiency from municipal wastewater. According to
Faraday’s law, as the applied voltage increases, the efficiency of ferrous or ferric ions released into the
medium from the respective electrodes also increases at a certain time. As a result, the quantity of ferrous
or ferric hydroxide flocs available to remove colloidal particles increases, thus enhancing the COD
removal efficiency. At that time, the hydrogen bubble evolution at the cathodes also increases with the
applied voltage, promoting the COD removal efficiency by flotation [20, 21].
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As shown in Fig. 2, regardless of the use of DC or an NSP, the COD removal efficiency rapidly
increased in the low voltage range of 1-5 V. However, it is interesting to note that the influence of DC
on the COD removal efficiency is more significant than that of the NSP in this range. The results show
variation in the COD removal efficiency from 62-72 % and 32-49 % in the case of DC and the NSP,
respectively.

DC and the NSP were found to operate best in different applied voltage ranges (see Fig. 2). The
maximum applied voltage in the case of DC was 5 V to avoid breakdown of the EC cell medium, whereas
the NSP can be used up to 50 V with no breakdown observed. These results lead to differences in the
maximum COD removal efficiency when using DC or the NSP, i.e., 72 % and 82 %, respectively.

On the other hand, Fig. 2 shows that a5 V DC and 40 VV NSP led to a similar COD removal
efficiency (n ~ 72 %). Therefore, the DC 5 V and NSP 40 V configurations were used to simplify the
comparison and discussion between DC and the NSP.

3.2. Relationship between the SEC and applied voltage
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Figure 3. The SEC as a function of the applied voltage with a treatment time of 90 min (pw =1 ps, f =10
kHz).

Fig. 3 shows the variation in the SEC upon increases in the applied voltage. Whether DC or an
NSP was used, an increase in the applied voltage from 1 to 5V (DC) or 1 to 50 V (NSP) led to an
increase in the SEC from 0.2-2.8 kWh/m? or 0.004-4.3 kWh/m?, respectively. As shown in this figure,
the SEC in the case of DC increased rapidly compared with the SEC of the NSP. The results can be
attributed to the fact that when DC is used, the input voltage is constantly transferred to the electrodes.
In contrast, EC is only active when a pulse is available (time -ON) in the case of the NSP. Notably, the
SEC of the NSP was always below the SEC of DC over the entire applied voltage range.

Fig. 3 and the Fig. 3 inset show that in the lower range of applied voltages of 1-5 V, the NSP
exhibited a low SEC, increasing from 0.004-0.041 kWh/m3, whereas the SEC is several orders of
magnitude higher from 0.2-2.8 kWh/m? in the case of DC. The results are in excellent agreement with
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the results shown in Fig. 2. This agreement may be attributed to the direct proportionality between the
SEC and potential electrolysis and implies that a high SEC leads to the generation of more ferrous or
ferric ions, enhancing the formation of the ferrous or ferric hydroxides needed to coagulate soluble
organic compounds and metal ions and resulting in the increasing COD removal efficiency [22, 23].
Therefore, in the case of the NSP, the COD removal efficiency was only 32-49 % compared with 62-72
% using DC in this range of applied voltages (Fig. 2).

The SEC values of DC 5 V and NSP 40 V were 2.8 and 1.7 KWh/m?, respectively. At a similar
COD removal efficiency (n ~ 72 %), the use of an NSP consumed approximately 40 % less SEC than DC

(Fig. 3).

3.3. Effect of the treatment time on the COD removal efficiency and SEC
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Figure 4. Effect of the treatment time on the COD removal efficiency (a) and SEC (b) for DC 5V and
NSP 40 V (pw =1 ps, f = 10 kHz).

Fig. 4 shows the effect of the treatment time on the COD removal efficiency and SEC. In this
present investigation, the EC treatment time was studied in the time range of 10, 30, 50, 70, 90, and 120
min. Regardless of whether DC or the NSP was used, the COD removal efficiency increased
proportionally within the first 90 min of EC, from 53 to 70 % and 48 to 76 %, respectively (Fig. 4a).
This increase could be attributed to the quantity of ferrous or ferric ions generated from the anode
increasing, thus enhancing ferrous or ferric hydroxide formation, which in turn trap pollutants and
promote the COD removal efficiency [24]. In addition, more hydrogen bubbles were generated at the
cathode over time. This trend was beneficial in terms of a high pollutant removal efficiency through
flotation by hydrogen gas and consequently increased the percentage of pollutant removal [25, 26].

However, after 90 min of EC, there was no significant effect of the treatment time on the COD
removal efficiency (< 2 %). This trend could be explained by at least two reasons: a) a sufficient number
of flocs were available to remove the pollutants [15] and b) the decreasing cathode reduction and
formation of new electrocoagulant flocs [27].

Figure 4b shows that regardless of whether DC or an NSP was used, the SEC increased constantly
with time. Notably, the use of an NSP produces a systematically higher COD removal efficiency and
requires less energy than DC for the entire treatment time.
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3.4. Relationship between the COD removal efficiency and SEC
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Figure 5. The relationship between the SEC and COD removal efficiency using DC and an NSP (pw =
1 ps, T =10 kHz) with a treatment time of 90 min and an applied voltage range from 1-50 V.

Fig. 5 presents the rate of change in the SEC as a function of the COD removal efficiency. In the
case of DC, the SEC rapidly increased compared with the SEC of the NSP with the COD removal
efficiency. With both DC and the NSP, the SEC required approximately 0.7 kwWh/m?3 to reach a COD
removal efficiency of 64 %. In the case of DC, EC required 2.8 kWh/m?® (Asec-oc = 2.1 kWh/m®) to
enhance the COD removal efficiency to a maximum of 72 %. However, the NSP only required 1.4
kWh/m3 (Asec-nse = 0.7 kWh/m?®) SEC to increase the COD removal efficiency to 72 % (see dashed
line). Therefore, using a DC power supply can consume at least three times more energy than an NSP.
Therefore, the results indicate that the SEC was more efficient for the NSP than DC to remove COD
from municipal wastewater. Furthermore, using an NSP allows for a higher COD removal efficiency
(n=82 %) to be obtained at a high SEC of 4.3 kWh/m?.

In addition, Fig. 5 shows that DC was recommended for use at low SEC due to no significant
enhancement in the COD removal efficiency (An~5 %) as the SEC increased.

3.5. Characterization of the byproducts from the EC cell

The morphology of the precipitates from the EC reactor are shown in Fig. 6. The FE-SEM
observation shows that the precipitate has a porous surface in the case of DC (Fig. 6a). Meanwhile, in
the case of the NSP, the surface of the precipitate includes smaller particles stacked over each other (Fig.
6b); hence, the higher surface area of the NSP colloids favors denser floc formation compared to the DC
flocs [28].
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Figure 7. FE-SEM images of the anode electrode surface before EC (a) and after using an NSP (b) and
DC (c).
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Figure 8. XRD patterns of the EC byproducts with DC and NSP power supplies.
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To further understand the effects of the DC and NSP on the electrodes, the morphology of the
electrode surface with both power supplies was observed by FE-SEM (Fig. 7(a), 7(b) and 7(c)). The
results reveal that the surface of the electrode had few disordered pores and a smooth microstructure,
which suggests that the iron electrodes dissolve uniformly during EC using the NSP (Fig. 7b). However,
in the case of DC, the surface of the iron electrodes was rough, and there were many indentations (Fig.
7¢). The indentations can be attributed to consumption of the anode material at active sites because of
the generation of oxygen evolution at the surface [29].

Fig. 8 shows the XRD diffraction patterns of the precipitates obtained using DC and the NSP.
The XRD signal intensity of the precipitate in the case of the NSP was slightly lower than that of the
precipitate from DC. This difference is probably because the precipitate from the NSP was better at
adsorbing organic pollutants during settling than that from DC [28]. Moreover, the XRD peaks of the
DC and NSP precipitates were found to match the ICDD values of magnetite (ICDD: 01-075-0449). The
magnetite phase has also been reported elsewhere on Fe electrodes used for EC [30-32].
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Figure 9. EDS analysis of the EC byproducts with DC (a) and an NSP (b).

Fig. 9 depicts the EDS analysis of the DC and NSP precipitates. Regardless of whether DC or
the NSP was used, S, Si, C, and O were adsorbed on the precipitate. Moreover, apart from the above
elements, CI, P and Ca appeared in the NSP precipitate (Fig. 9b). Therefore, it is worth noting from Fig.
8 and Fig. 9 that using an NSP could result in better EC performance than DC because the adsorption
ability of the precipitate from the NSP was better than that from DC.

4. CONCLUSIONS

The present study demonstrates EC using Fe electrodes with the application of an NSP and DC
power supply to remove COD from municipal wastewater. The results show that the highest COD
removal efficiency was 72 % at 5 V and 82 % at 50 V using DC and an NSP, respectively. Moreover, at
a similar COD removal efficiency, compared with DC, the NSP could reduce the SEC by 40 %. The FE-
SEM, XRD and EDS studies confirmed that the NSP-generated flocs were better for adsorbing pollutants
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than DC-generated flocs. The results permit us to conclude that the use of an NSP not only increases the
COD removal efficiency but also reduces the operational cost of wastewater treatment facilities.
Therefore, it promotes the use of the EC process that should ideally be coupled with renewable energy
to reduce the carbon footprint of wastewater treatment.

ACKNOWLEDGMENTS
The authors would like to thank the Japanese Government Scholarship (MEXT) Students for supporting
this work.

References

1. H. A. Moreno-Casillas, D. L. Cocke, J. A. G. Gomes, P. Morkovsky, J. R. Parga and E. Peterson, Sep.

Purif. Technol., 56 (2007) 204.

H. Moreno, J. R. Parga, A. J. Gomes and M. Rodriguez, Desalin. Water Treat., 51 (2013) 2710.

N. S. Topare, S. Attar and M. M. Manfe, Sci. Revs. Chem. Commun., 1 (2011) 18.

C. Sommariva, A. Converti and M. Del Borghi, Desalination., 108 (1997) 255.

M. Tandukar, A. Ohashi and H. Harada, Water Res., 41 (2007) 2697.

M. Y. Mollah, P. Morkovsky, J. A. Gomes, M. Kesmez, J. Parga and D. L. Cocke, J. Hazard. Mater.,

114 (2004) 199.

M. Y. A. Mollah, R. Schennach, J. R. Parga and D. L. Cocke, J. Hazard. Mater., 84 (2001) 29.

8. P. Song, Z. Yang, G. Zeng, X. Yang, H. Xu, L. Wang, R. Xu, W. Xiong and K. Ahmad, Chem. Eng.
J., 317 (2017) 707.

9. R. R. Babu, N. Bhadrinarayana, K. Begum and N. Anantharaman, J. Univ. Chem. Technol.
Metallurgy., 42 (2007) 201.

10.L. S. Pérez, O. M. Rodriguez, S. Reyna, J. L. Sdnchez-Salas, J. D. Lozada, M. A. Quiroz and E. R.
Bandala, Phys. Chem. Earth., 91 (2016) 53.

11. K. Yetilmezsoy, F. Ilhan, Z. Sapci-Zengin, S. Sakar and M. T. Gonullu, J. Hazard. Mater., 162 (2009)
120.

12. E. Terrazas, A. Vazquez, R. Briones, 1. Lazaro and 1. Rodriguez, J. Hazard. Mater., 181 (2010) 809.

13.S. Zhao, G. Huang, G. Cheng, Y. Wang and H. Fu, Desalination., 344 (2014) 454.

14.P. I. Omwene and M. Kobya, Process Saf. Environ. Prot., 116 (2018) 34.

15. V. Khandegar and A. K. Saroha, J. Environ. Manage., 128 (2013) 949.

16.J. N. Hakizimana, B. Gourich, M. Chafi, Y. Stiriba, C. Vial, P. Drogui and J. Naja, Desalination., 404
(2017) 1.

17. M. Malakootian, H. J. Mansoorian and M. Moosazadeh, Desalination., 255 (2010) 67.

18. T. Wang and T. Liu, Water Sci. Technol., 76 (2017) 1124.

19. B. Morgan and O. Lahav, Chemosphere., 68 (2007) 2080.

20.M. Ren, Y. Song, S. Xiao, P. Zeng and J. Peng, Chem. Eng. J., 169 (2011) 84.

21. A. A. Bukhari, Bioresour. Technol, 99 (2008) 914.

22.7. Zaroual, M. Azzi, N. Saib and E. Chainet, J. Hazard. Mater., 131 (2006) 73.

23.8S. Aoudj, A. Khelifa, N. Drouiche, R. Belkada and D. Miroud, Chem. Eng. J., 267 (2015) 153.

24. M. Al-Shannag, Z. Al-Qodah, K. Bani-Melhem, M. R. Qtaishat and M. Alkasrawi, Chem. Eng. J.,
260 (2015) 749.

25. B.-y. Tak, B.-s. Tak, Y.-j. Kim, Y.-j. Park, Y.-h. Yoon and G.-h. Min, J. Ind. Eng. Chem., 28 (2015) 307.

26. V. Khandegar and A. K. Saroha, Chin. J. Chem. Eng., 20 (2012) 439.

27. A. Akyol, Desalination., 285 (2012) 91.

28.K. Govindan, Y. Oren and M. Noel, Sep. Purif. Technol., 133 (2014) 396.

29.S. Vasudevan, B. S. Kannan, J. Lakshmi, S. Mohanraj and G. Sozhan, J. Chem. Technol. Biotechnol.,
86 (2011) 428.

SAINAP

~



Int. J. Electrochem. Sci., Vol. 15, 2020 504

30.J. A. Gomes, P. Daida, M. Kesmez, M. Weir, H. Moreno, J. R. Parga, G. Irwin, H. McWhinney, T.
Grady, E. Peterson and D. L. Cocke, J. Hazard. Mater, 139 (2007) 220.

31.M. Y. Mollah, S. R. Pathak, P. K. Patil, M. Vayuvegula, T. S. Agrawal, J. A. Gomes, M. Kesmez and
D. L. Cocke, J. Hazard. Mater., 109 (2004) 165.

32.H. A. Moreno C, D. L. Cocke, J. A. Gomes, P. Morkovsky, J. Parga, E. Peterson and C. Garcia, Ind.
Eng. Chem. Res., 48 (2009) 2275.

© 2020 The Authors. Published by ESG (www.electrochemsci.org). This article is an open access article
distributed under the terms and conditions of the Creative Commons Attribution license
(http://creativecommons.org/licenses/by/4.0/).



http://www.electrochemsci.org/



