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a b s t r a c t

Use of flow-through electrodes, in which water flows through rather than past porous electrodes, has
been shown to be a promising approach to overcoming mass transfer limitations in various electro-
chemical technologies (including microbial fuel cells, electrochemical disinfection, electrochemical
advanced oxidation processes and capacitive deionization). In this work, we fabricated a flow-through
CDI cell and investigated the saline water desalination performance and the possible Faradaic re-
actions occurring in the systems under different flow modes, i.e., forward mode (water flows from anode
to cathode) and reverse flow mode (water flows from cathode to anode). Upon applying a charging
voltage of 1.2 V, use of flow-through CDI operating under both flow conditions exhibited better desali-
nation performance compared to that of conventional flow-by CDI. Larger pH fluctuations were found in
flow-through CDI systems with effluent pH increasing to about 9.3 in forward flow mode and decreasing
to 3.8 under reverse flow mode while in flow-by CDI, the treated water pH exhibited only a slight in-
crease to 8.0. In addition, much higher H2O2 production and dissolved oxygen (DO) decay rates were
observed in flow-through CDI operated in forward flow mode compared to other scenarios, possibly due
to the different ion adsorption and reaction sequences. These findings provide insight into both the
desalination capacity of flow-through CDI and the Faradaic reactions occurring in such a system and
should be of value in developing a treatment technology capable of simultaneous water desalination,
disinfection and/or micro-pollutant removal.

© 2019 Elsevier Ltd. All rights reserved.
1. Introduction

The requirement for sufficient fresh potable water is generally
acknowledged as one of the most critical issues of the 21st century
[1]. Recently, renewed attention has been given to capacitive
deionization (CDI) in view of the potential for brackish water
desalination with greater energy efficiency and cost-effectiveness
compared to conventional desalination technologies such as
reverse osmosis (RO), electrodialysis (ED) and multistage flash
distillation (MSF) [1,2]. The basic principle of CDI involves the
(C. Zhang), di.he@gdut.edu.cn
ang89@gmail.com (W. Tang),
application of a potential difference to a pair of porous (typically
carbon) electrodes such that ions in the solution are removed and
immobilized in the electrical double-layer (EDL) of the oppositely
charged electrode. When the potential is either removed or
reversed, the adsorbed ions are released to bulk solution and the
electrodes regenerated [2].

Over the past decade, more than a dozen different CDI cell ar-
chitectures including flow-by CDI, flow-through CDI, membrane
CDI, flow electrode CDI and inverted CDI have been developed with
the purpose of optimizing salt adsorption capacity, energy effi-
ciency and electrode regeneration rate [2e7]. However, the earliest
and most widely-used architecture is flow-by CDI in which water
flows adjacent to electrode pairs that are separated from each other
by a spacer. While easier to assemble and seal than alternate de-
signs, this classical architecture suffers from several limitations
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including (i) long spacer-to-electrode diffusion times, (ii) high cell
internal resistance and volume due to the need for a relatively thick
separator between the electrodes, and (iii) insufficient utilization of
the adsorption capacity of the porous carbon electrodes [8,9]. Of the
alternatives available, flow-through architecture, in which water
flows directly from one electrode to another, has been found to be a
promising configuration because of the enhanced contact time and
mass transfer. Flow-through technologies have been applied in a
number of electrochemical water treatment processes including
electrochemical membrane filtration [10e12], electrochemical
disinfection [13,14], energy production using microbial fuel cells
[15,16] and capacitive desalination [9,17]. Flow-through CDI was
first proposed by Newman and Johnson [18,19] and further devel-
oped by Suss et al. [9]. In the configuration used by these in-
vestigators, the feed water flows straight through the macropores
of the electrodes along the primary electric field direction with this
configuration resulting in enhanced mass transfer of ions to the
micropores with a higher desalting performance and charge effi-
ciency compared to the typical flow-by configuration [9,20].

Both non-Faradaic and Faradaic reactions occur in CDI systems
with non-Faradaic reactions involving the storage of ions in the EDL
at the carbon/electrolyte interface upon charging recognized to be
the primary mechanism of desalination [1,21]. Faradaic reactions
however are also recognized to be important to the performance of
CDI [21e24]. At the anode (i.e., the electrode that is positively
charged during electrosorption), oxidation reactions including
carbon electrode oxidation, water oxidation and, potentially, chlo-
ride oxidation [22,25] may occur while reduction reactions such as
oxygen reduction take place at the cathode (i.e., the electrode that is
negatively charged during electrosorption) [22,26]. On one hand,
these reactions lead to a series of unexpected side effects such as
deterioration in desalination efficiency, decrease in electrode life-
span, precipitation on membrane surface or pores, increase in en-
ergy consumption, formation of by-products and fluctuation of the
effluent water quality [1,27e29]. On the other hand, the in-situ
generated reactive species such as H2O2 and HOCl, if managed
properly, can enable CDI to fulfil its promise of multifunctionality
such as micropollutant degradation and/or water disinfection [22].
Fig. 1. Schematic of CDI cell configuration, (a) forward flow-through CDI, (b) reverse flo
Comprehensive understanding of the Faradaic reactions occur-
ring in CDI systems is vital if CDI is to be operated in a stable
manner for long periods and with optimal energy consumption. In
our previous work, we have investigated the Faradaic reactions in
flow-by CDI [22], membrane CDI [30] and flow electrode CDI
[31e34] and, recently, published a review paper on Faradaic re-
actions in CDI [21]. However, there has been limited investigation of
Faradaic processes in CDI systems based on flow-through archi-
tecture. As the feedwater is forced to flow directly from one elec-
trode to the other, ion transfer may be expected to differ from that
in conventional flow-by CDI, potentially enhancing the rate and
extent of Faradaic reactions that occur. As such, the desalination
performance and Faradaic reactions in flow-through CDI systems
operating under different water flow modes (i.e., forward and
reverse flow) are investigated in this study with variation of solu-
tion pH and dissolved oxygen (DO) and the production of H2O2
examined. A comprehensive discussion of the side effects and the
potential benefits of the Faradaic reactions occurring in these flow-
through systems is provided at the end of this work.

2. Materials and methods

2.1. Cell design

The CDI cell (Fig. S1) used in this study consisted of two parallel
commercial carbon cloth electrodes (Nantong Senyou Carbon Fiber
Co., Nantong, China) with a macroscopic dimension of
4.0� 4.0� 0.3 cm3 (Fig. S2). The surface area of carbon cloth elec-
trode measured by Brunauer-Emmett-Teller (BET) method was
1101m2 g�1 as reported in our previous work [30]. Graphite sheets
were attached to the carbon cloth electrodes and served as the
current collectors.

For the flow-through CDI cell, laser cut silicone gaskets of
dimension 4.0� 4.0� 0.2 cm3 served as upstream and downstream
reservoirs permitting the feedwater to pass evenly through the
electrodes and separator. A layer of porous nonconductive nylon
sheet (100-mesh, 55mm� 55mm� 0.2mm) was used to elec-
tronically isolate the electrodes (Fig.1). Two operational modes (i.e.,
w-through CDI, (c) flow-by CDI, (d) the cross-section of the flow-through CDI cell.
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forward and reverse flow) were investigated in the flow-through
CDI (Fig. 1a and b). In the forward flow-through scenario, the
feedwater first passed through the anode, followed by the sepa-
rator and, finally, the cathode (Fig. 1a). In reverse flow-through
scenario, the feedwater flowed in an opposite direction (Fig. 1b).
For comparison, a flow-by CDI cell was also fabricated without the
use of upstream and downstream reservoirs due the fact that
feedwater flows in the separator channel, in parallel with the
electrodes (Fig. 1c). In order to prevent the short-circuiting be-
tween the two electrodes and provide unobstructed flow pathway
for the feed water, two layers of separator is used in flow-by CDI
cell. A cross-section view of the flow-through CDI is shown in
Fig. 1d.

2.2. Experimental setup

In all desalination experiments, a feed solution containing 5mM
sodium chloride with an initial DO concentration of 6.5mg L�1 was
pumped from the recycling container, passed through the CDI cell,
and then returned to the recycling container (Fig. 2). The solution
flow rate (0.78mL s�1) was controlled by a peristaltic pump
(Masterflex, Cole-Parmer, USA). The solution conductivity, pH, and
DO were monitored using an electrical conductivity (EC) meter (F-
54, HORIBA, Japan), a pH meter (F-51, HORIBA, Japan), and a DO
probe (DO-BTA, Vernier Corp.), respectively (Fig. S1) [35]. The cell
potential, measured by a digital multimeter (Jaycar Electronics,
Australia), was set to 0 V prior to the desalination test. During each
Fig. 2. Schematic of the flow-through CDI cell setup. Two pieces of carbon cloth served as
Conductivity and pH sensors were used to detect the solution conductivity and pH in the r
charging stage, a constant potential was applied between the anode
and the cathode for 15min using a DC power supply. During the
discharging step, the CDI electrodes were short-circuited for
15min. Prior to each test, the CDI cell was fully flushed using Milli-
Q water.
2.3. Analytical methods

The salt adsorption capacity (SAC) was calculated according to
the equation:

SAC ¼ ðC0 � CtÞ � Vs

m
(1)

where C0 and Ct are the salt concentrations (mg L�1) at the begin-
ning of the experiment and at time t, respectively. Vs is the volume
of feedwater (100mL) used in this work and m is the total mass of
the two carbon electrodes (g).

The charge efficiency (hcharge) can be calculated as follows:

hcharge ¼
n� ðC0 � CtÞ � Vs � F

M �
ð
idt

� 100% (2)

where ncharge represents the number of electrons needed for the
removal of 1mol of NaCl, Vs is the volume of feed water (100mL), F
represents the Faraday constant (96,485 Cmol�1), M is the
anode and cathode and a DC power source used to provide a constant voltage (1.2 V).
ecycling container.
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molecular weight of sodium chloride (58.5 gmol�1) and i repre-
sents the current at time t (A). Note that t¼ 0 was defined as the
time point when the electrical adsorption was initiated.

The concentration of H2O2 was determined using the Amplex
Red (AR)/horseradish peroxidase (HRP) method [36]. Specially,
samples were diluted with 10mM MOPs buffer (pH 7.0e7.1) and
mixed with AR/HRP stock solution in which AR is oxidized by H2O2
in the presence of horseradish peroxidase (HRP), exhibiting a
fluorescence emission maxima at 587 nm upon excitation at
563 nm, allowing the quantification of H2O2 in the solution.
3. Results and discussion

3.1. CDI performance

Fig. 3aec shows the temporal variation of conductivity of the
desalinated water in flow-through and flow-by CDI systems.
Obviously, it can be observed that salt was removed more effec-
tively in flow-through CDI mode compared to flow-by CDI mode in
all scenarios. For instance, when a potential difference of 1.2 V was
applied, the feedwater conductivity first decreased sharply and
then reached a relatively steady concentrationwithin 15min. Flow-
through CDI operated in forward flow mode achieved the highest
salt adsorption capacity (11.1mg g�1), which is 36.3% and 24.3%
higher than that of flow-by CDI (8.2mg g�1) and flow-through CDI
operated in reverse flowmode (10.2mg g�1). In addition to greatest
overall salt removal in the forward flow-through mode, higher
current and charge efficiency (53.6%) was also observed in flow-
through CDI operated under forward flow mode (Fig. S3 and
Fig. 3. Comparison of the temporal variation of conductivity at a constant potential of (a) 0
flow mode, flow-through CDI operated in reverse flow mode and flow-by CDI); (d) compa
Experimental conditions: 900 s charging at a constant potential followed by 900 s discharg
Fig. 3d).
In flow-through CDI setup, the fluid flows directly through the

two electrodes with the result that the micropore spaces become
more accessible to the ions, likely leading to the full use of the
active sites of the carbon electrodes and improved salt removal
performance [9,37]. In comparison, the relatively poor performance
in flow-by mode might be due to the fact that the feedwater only
flows between anode and cathode, which restricts the ion transport
from the bulk solution into the inner parts of the electrodes,
resulting in insufficient utilization of the adsorption capability of
the carbon electrodes and associated low charge efficiency (Fig. 3b).
In flow-by CDI, ions that have been initially adsorbed near the
surface sites might act as barriers for further ion diffusion into the
deeper sites. Meanwhile, thicker separator in the flow-by system
also slightly increased cell internal resistance, therefore, lowering
the salt adsorption capacity. It should also be noted that forward
flow operation of flow-through CDI resulted in better desalting
performance and higher charge efficiency than that achieved in
reverse flow mode. Consideration was therefore given to charac-
terising the competing Faradaic electron transfer reactions occur-
ring during the deionization process.
3.2. Variation of pH

Variations of pH of the desaltedwater in flow-through and flow-
by CDI systems are shown in Fig. 4aec with the results revealing
that the pH of the desalted water in flow-through CDI cell fluctu-
ated more severely than in the case of flow-by CDI. For example,
under a constant voltage of 1.2 V, pH increased to a peak value of 9.3
.9 V, (b) 1.2 V, (c) 1.5 V in different scenarios (i.e., flow-through CDI operated in forward
rison of the charge efficiency in different scenarios under a constant voltage of 1.2 V.
ing by short-circulating the two electrodes.



Fig. 4. Comparison of the temporal variation of pH at a constant potential of (a) 0.9 V, (b) 1.2 V, (c) 1.5 V in different scenarios (i.e., flow-through CDI operated in forward flowmode,
flow-through CDI operated in reverse flow mode and flow-by CDI); (d) pH variation when operating the system for 5 cycles under a constant voltage of 1.2 V. Experimental
conditions: 900 s charging at a constant potential followed by 900 s discharging by short-circulating the two electrodes.
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during the charging step and then decreased back to ~8.0 in the
discharging step in a flow-through CDI operated in forward flow
mode. When operated in reverse flow mode, the pH of the CDI
effluent changed in a totally different manner with the pH
decreasing to 3.8 in the charging stage followed by a gradual in-
crease to ~6.0 in the discharging stage. In flow-by CDI mode, pH
increased slightly (to about 8.2) and then remained relatively stable
(Fig. 4b). Fig. 4d demonstrated that pH fluctuation extend gradually
decreased during prolonged operation.

It has been reported that the pH fluctuations in CDI cells can be
induced by both Faradaic and non-Faradaic processes [1]. Specif-
ically, non-Faradaic processes including the selective electro-
sorption of Hþ and OH� and asymmetric removal of anions and
cations into the EDLs likely lead to imbalance of Hþ/OH� and pH
variation. In a flow-through CDI system, as one ion is preferentially
captured in the first electrodes (e.g., Cl� first being stored by the
anode in forward flow mode), water dissociation occurs in the
opposite electrode in order tomaintain electroneutrality with these
processes contributing to pH fluctuation (i.e., pH increase in for-
ward flowmode). Different ions in solution have different diffusion
coefficients (mobilities), leading to a difference in ion movement
and adsorption rate with the result that pH fluctuations occur. For
instance, the diffusion coefficient of Hþ (9.13� 10�9m2 s�1) is
significantly larger than that of OH� (5.16� 10�9m2 s�1) suggesting
that Hþ will be more mobile and be adsorbed at a faster rate than
OH� with this effect potentially contributing to the initial pH rise.

Faradic reactions, which consume/generate Hþ/OH� during the
desalination process, have been recognized to be major
contributors to effluent pH fluctuation. For example, anodic Fara-
daic reactions associated with the oxidation of carbon electrodes
(and/or chloride and water) will take place during the desalination
process resulting in the generation of Hþ (Eqs (3)e(8)). Addition-
ally, cathodic Faradaic reactions, particularly those involving oxy-
gen reductions, tend to consume Hþ and generate peroxide or
water (Eqs (9)e(11)). Possible Faradaic reactions are summarized
below:

Anodic oxidation reactions

1
2
Cþ 1

2
H2O/

1
2
C ¼ OadþHþ þ e� E0 ¼ 0:21 V=SHE (3)

1
4
Cþ 1

2
H2O/

1
4
CO2þHþ þ e� E0 ¼ 0:21 V=SHE (4)

1
2
H2O2/

1
2
O2þHþ þ e� E0 ¼ 0:69 V=SHE (5)

Cl�/
1
2
Cl2 þ e� E0 ¼ 1:36 V=SHE (5)

Cl2 þ H2O/HClOþ Hþ þ Cl� (7)

Cathodic reduction reactions
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1
2
O2 þ Hþ þ e�/

1
2
H2O2 E0 ¼ 0:69V=SHE (8)

1
2
H2O2 þHþþe�/H2O E0 ¼ 1:78V=SHE (9)

Cþ H2Oþ e�/C�Hþ OH� (10)

The more extreme pH fluctuations observed in flow-through
CDI mode compared to flow-by CDI mode are expected as a result
of the more abundant reaction sites and faster mass transfer rate
(especially of oxygen) to the electrode surface in the flow-through
case. Note that when flow-through CDI is operated in forward-flow
mode, feedwater first passes through the anode and then the
cathode with the result that the anodic Faradaic reactions (Eqs
(3)e(7)) will occur first and generate extra Hþ which, subsequently,
will be involved in the oxygen reactions (Eqs (8)e(10)) and
consumed rapidly at the cathode. Therefore, after the feedwater
flows out of the cell (post-cathode), the solution become alkaline
reaching a pH value (9.3) higher than that observed in the flow-by
system (8.0). In the reverse-flow case, feedwater first enters the
cathode, where there are less Hþ to support the oxygen reduction
reactions. Subsequently, the feed stream enters the anode, where
carbon oxidation occurs with concomitant Hþ production and
associated pH decrease (to 3.8). Meanwhile, the decomposition of
H2O2 (transported from the cathode) at the anode (the reverse of
the reaction shown in Eq (8)) could also contribute to Hþ formation
and pH decrease. In the flow-by system, oxygen reduction reactions
would be expected to be dominant compared to carbon oxidation
reactions under an applied voltage of 1.2 V, which means that more
Hþ will be consumed than generated, leading to an increase in
effluent pH. However, since the Faradaic reactions are kinetically
limited in flow-by mode, the extent of pH fluctuation is less sig-
nificant than that of flow-through mode.
3.3. H2O2 production and DO decay

The oxygen reduction activity of the carbon cloth was examined
by CV in N2 and O2 saturated NaCl solutions. As shown in Fig. S4, a
reduction peak appeared when using O2-saturated electrolyte,
whereas a featureless curve was observed within the same voltage
window in the N2-saturated electrolyte with these results indi-
cating that oxygen reduction occurred at the carbon electrode. The
profiles of H2O2 concentration versus time during charging and
Fig. 5. Comparison of the temporal variations of (a) H2O2 and (b) DO in different scenarios
reverse flow mode, and flow-by CDI). Experimental conditions: 900 s charging at a constan
discharging in the three scenarios are presented in Fig. 5a. It can be
observed that H2O2 concentration increased rapidly at the start of
the charging step but then gradually decreased in both flow-
through CDI operated in forward flow mode and flow-by CDI,
with the maximum H2O2 concentration reaching 45 and 37.5 mM,
respectively. In reverse flow-through mode, H2O2 concentration
exhibited a relatively slower increase and achieved a peak value of
17.6 mMat the end of the charging step. The charge consumed for
H2O2 production accounted for 4.7%, 1.8% and 4.2% of the total
charge applied for forward flow, reverse flow and flow-by system,
respectively.

The production of H2O2 is expected to be accompanied by a
decrease in DO concentration. Fig. 5b presents the temporal vari-
ation of DO concentration during charging and discharging cycles
in the three scenarios. As expected, DO decreases rapidly in all cases
during the charging period. The forward flow-through CDI system
showed the largest rate of DO decay, with the DO concentration
declining from 6.5 to 3.1mg L�1, while the least DO consumption
(6.5e4.2mg L�1) was observed in reverse flow mode. In contrast,
the DO decrease rate in the flow-by CDI system was between the
flow-through cases.

In flow-through CDI operated in forward flow mode, Hþ

generated from anodic Faradaic reactions will pass directly into the
cathode, altering the local feedwater composition and contributing
to sequential cathodic Faradaic reactions (Fig. 6). In accord with
this, relatively rapid H2O2 production and DO consumption are
observed in forward flow mode. However, in reverse flow mode,
the solution first enters the cathode, where oxygen reduction and
H2O2 formation reactions are expected to occur first (Fig. 6). With
this flow pattern, the local Hþ concentration in the cathode will be
much lower than is the case in forward flowmode and, as such, the
oxygen reduction reaction will, therefore, be somewhat supressed.
In addition, once the feedwater passes into the anode, the H2O2
formed at cathode will be further decomposed into water. All these
factors presumably contribute to the lower H2O2 generation rate
and DO decay rate observed in the reverse flow scenario than in the
forward flow case. In the flow-by CDI case, the Faradaic reactions
are less significant than in the forward flow configuration as they
are constrained by the mass diffusion rate and limited reaction
sites.

3.4. Electrode potentials

To further investigate the occurrence of these Faradaic reactions,
the variations of both anode and cathode potentials weremeasured
(i.e., flow-through CDI operated in forward flow mode, flow-through CDI operated in
t potential of 1.2 V and 900 s discharging by short-circulating the two electrodes.



Fig. 6. Schematic diagram about the capacitive ion storage process and Faradaic re-
action processes in flow-through system which operated in (a) forward flow mode, (b)
reverse flow mode. Ions are preferentially electroadsorbed and Faradaic reactions are
sequentially occurred depending on the flow direction resulting in the pH variation in
the system. The black arrows indicate the electrode repulsion of ions with the same
charge.

C. Zhang et al. / Electrochimica Acta 299 (2019) 727e735 733
using an in situ inserted Ag/AgCl reference electrode. As presented
in Fig. 7, asymmetric distributions of applied potential were
observed in the CDI system. Both the anode and cathode potentials
were around 0.3 V/SHE prior to the operation, however, on
commencement of charging, the anode potentials immediately
Fig. 7. Variation of the measured anode and cathode potential versus standard
hydrogen electrode (SHE) between different scenarios (i.e., flow-through CDI operated
in forward flow mode, flow-through CDI operated in reverse flow mode, flow-by CDI).
Experimental conditions: 900 s charging at a constant potential of 1.2 V and 900 s
discharging by short-circulating the two electrodes.
increased to about 0.8 V while the cathode potentials dropped
to �0.4~-0.3 V in all scenarios. Interestingly, the potentials (both
anode and cathode) of the forward flow mode were slightly lower
than other operational modes, favouring the occurrence of cathodic
Faradaic reactions (i.e., oxygen reduction) and supressing the
anodic Faradaic reactions (i.e., carbon oxidation). The lower cathode
potential would also enhance cation adsorption onto the lower-
efficiency cathode, therefore, leading to better salt removal per-
formance. As for the reverse flow mode, higher potentials (anode:
~1.0 V/SHE, cathode: �0.2 V/SHE) were observed during the
charging periods, which could result in more severe anodic carbon
oxidation and lower effluent pH.
3.5. Environmental implications

Flow-through configurations have been widely applied in a
number of fields including microbial fuel cells [15,16], electro-
chemical advanced oxidation processes [10,11], electrochemical
disinfection [13,14] and capacitive desalination [9,17]. It has been
reported that the fluid flow through the carbon electrode enhanced
the mass transfer and promoted direct electron transfer, resulting
in an increase of electrochemical kinetics and efficiencies by up to
10-fold [38,39]. Additionally, flow-through architecture provides
the possibility of full utilization of the active sites of the carbon
electrodes.

With regard to desalination, our results demonstrate that using
a flow-through design could improve the desalination perfor-
mance, a finding in line with previous work [9]. Scope exists for
enhancement of the desalination performance using this promising
configuration and further work should be undertaken in terms of
novel electrode design, operational parameter optimization and
fluid modelling.

It should be noted however that the flow-through CDI config-
uration promotes redox reactions to a greater extent compared to
flow-by. This can be a double-edged sword. On one hand, more
severe Faradaic reactions can exacerbate the oxidation of the car-
bon electrodes leading to desalination performance decline and
energy loss. In line with more facile redox reactions, larger pH
fluctuations were observed in flow-through configuration, poten-
tially leading to more severe precipitation and scaling of the carbon
electrodes with these processes reducing the long-term stability of
membrane and electrode materials [40,41] In addition, these pH
variations can also result in a deterioration in water quality as a
result of pH values outside the accepted range. Fortunately, a
number of strategies including optimization of the voltagewindow,
constant current operation, periodic electrode polarity reversal,
and use of a deoxygenation cell can be applied to effectively reduce
(or even eliminate) these Faradaic side effects [21].

On the other hand, if managed properly, some of the Faradaic
reactions can be beneficially utilized. For example, the H2O2 pro-
duced via cathodic oxygen reduction, when combined with O3 or
UV irradiation, could be potentially applied for water disinfection
or contaminant degradation. In forward flow mode, the oxygen
reduction reactions were enhanced with a maximum 45 mMH2O2

produced. As previous works have shown, this H2O2 concentration,
if incorporated with O3 or UV, is sufficient to promote bacterial
inactivation by 0.5e2.0 log units [42e45]. In addition, if the cathode
contains elemental iron or an iron oxide, the presence of electro-
chemically generated H2O2 may initiate a Fenton process with
associated in situ generation in the CDI cell of powerful oxidants
such as the hydroxyl radical which may contribute to both the
degradation of any micro-pollutants present and prevention of
biofilm growth on the cathode.
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4. Conclusions

In this study, we have investigated both the desalination and
Faradaic processes occurring in a flow-through CDI system oper-
ated in different flow modes. A flow-through CDI operated in for-
ward flow mode exhibited the best salt removal performance
compared to flow-through CDI operated in reverse flow mode and
flow-by CDI. Another outcome is the recognition that pH fluctua-
tions become more severe when adopting the flow-through
configuration with the pH of the treated stream increasing to
about 9.3 under forward flow mode and decreasing to 4.0 under
reverse flow mode upon applying a charging voltage of 1.2 V.
Additionally, the quantities of H2O2 generated exhibited significant
differences when applying different configurations and flow
modes. Specifically, the H2O2 produced in the CDI was 45, 37.5, and
17.6 mM, corresponding to flow-through CDI operated in forward
flow mode, flow-by CDI and flow-through CDI operated in reverse
flow mode, respectively, with these differences most likely a
consequence of the difference in rate and extent of the occurrence
of Faradaic reactions in different flow modes. Since much higher
H2O2 concentrations are generated in forward flow mode
compared to the other operational modes, this operational mode
combined with O3 or UV irradiation could potentially contribute to
water disinfection or contaminant degradation during desalination.
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