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In this study, we prepared a potential catalyst as an electrode modifier for electrolytic water splitting. In the
preparation step, the amine was decorated with copper—phosphorus. It was immobilized over the silica
surface, and the surface was engineered using N-(3-(trimethoxysilyl) propyllethylenediamine for the
synthesis of the catalysts (AS). The morphological and structural aspects of the catalyst (AFS-Cu-P) were
determined using FE-SEM/EDAX, FTIR, elemental analysis, BET, TGA, and XPS. The catalyst's efficacy for
the oxygen evolution reaction (OER) was assessed in an alkaline medium with and without hydrazine.
The hydrazine oxidation reaction enhanced the sluggish OER and facilitated water splitting. Detailed

electrochemical measurements confirmed an increase in the kinetics of the process and a reduction in
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Accepted 18th July 2024 the activation energy needed to complete the process. The Tafel slopes, charge transfer coefficients,
exchange-specific current densities, apparent rate constants, and diffusion coefficients are provided

DOI: 10.1039/d4ra03998 along with their respective values. The results showed that the presence of Cu and CNT is crucial in the
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1 Introduction

The growing demand for energy is reflected in the exhaustive
fossil fuel usage that consequently increases CO, generation
and impacts climate change. Therefore, the demand for CO,-
emission reduction and a “green” fuel alternative has grown in
the last decade.' Hydrogen production has been targeted for use
as a “clean” fuel, namely in hydrogen fuel cells, and several
routes have been suggested for its green production and CO,
reduction.”> Among the green pathways for hydrogen generation
is water electrolysis, which has been more recently described as
water splitting.® Despite the progress in the design of anion and
proton exchange membranes, developing electrocatalysts for
water splitting that tolerate long-term usage and high temper-
ature while providing low overpotential values for the electro-
chemical process, and their possible employment in harsh
electrolytic conditions, remains a challenge.*

Different approaches have been suggested to boost the
charge transfer reaction, such as the hydrogen evolution reac-
tion (HER) and oxygen evolution reaction for water
electrolysis;*” as well as the hydrogen oxidation reaction (HOR)
and oxygen reduction reaction (ORR) for fuel cell
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applications.®** Among the most commonly used electro-
catalysts are Ni-based materials;**** advanced approaches have
also been proposed by combining a bimetallic Ni-Fe catalyst
with an organic framework on nickel foam.' Iron-based cata-
lysts have been successfully employed for electrolytic water
splitting,"”** and other catalysts such as perovskites with
different structures have also been used.”** Recently, extensive
research has been directed toward photoelectrochemical
approaches, either using photovoltaics to generate electricity for
the electrolysis process or by designing photoelectrochemical
catalysts, including semiconductors and their junctions.****
Copper is among the promising metals used as a component
in several catalytic forms for electrolytic water splitting, such as
nanoparticles, heterojunction semiconductors, binary metals,
hybrids, multielement, and photoelectrochemical catalysts.***
Copper is among the earth-abundant metals; therefore, its use
as an electrocatalyst for water splitting will not present scarcity
issues for upscaling production. In addition to its low cost and
ease of processing compared to other currently used catalysts,
copper possesses unique properties including high electrical
conductivity, multiple valence states, high ductility, and
thermal conductance. The insertion of copper with other
components into the structure of the catalysts used for water
splitting results in the adjustment of the electronic configura-
tion of the material and lowers the activation energy required
for the electrolysis process. A key condition for the effectiveness
of electrocatalysts in the water-splitting process is the homo-
geneous distribution of the catalysts over the substrate.***> The

© 2024 The Author(s). Published by the Royal Society of Chemistry
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water-splitting reaction is known to be controlled by the
oxidation half-reaction, the OER, which is devoid of both
energetic and kinetic energy. Overcoming this step is the key to
the successful production of oxygen and hydrogen gasses via
electrolysis.*

Hydrazine (HH) is considered among the most favorable
compounds that promote the water-splitting process through
its electrooxidation. The charge transfer for the water oxidation
process is kinetically facilitated by the lower activation energy of
HH oxidation.***® The hydrazine electrochemical oxidation
(HEO) has been shown to assist the HER when using several
catalytic surfaces.*”*® In addition, the HEO assists the OER (E =
1.23 V vs. RHE) as a half-reaction, as indicated earlier.*

The reaction for the HEO can be written as:**>
N,H; +40H™ — N, +4H,0 +4e~ (E=-0.33 V vs. RHE)(1)

The anodic half-reaction of the OER, impeded by its slow
kinetics and the energy barrier that must be overcome, prevents
water splitting via electrolysis.

Therefore, several catalysts have been devised to facilitate
the process, including individual metals such as nickel, cobalt,
iron, etc., or binary metals.***>%°1-3¢ These catalysts and others
may also be used in conjunction with an anodic conversion of
small molecules such as urea, hydrazine, and alcohol with
a relatively lower energy barrier. With the extensive investiga-
tion of water splitting and the need to develop catalysts that are
easily prepared based on non-noble metals with high efficiency
for conversion and energy-saving procedures for their prepara-
tion, we are presenting this work."»*=*° To accomplish this and
overcome the challenges, numerous catalysts have been devel-
oped; however, these catalysts have certain disadvantages, such
as the length of the treatment process, the cost of materials, and
the sustainability of the catalyst's use. In this method, silica was
used as the core, and its surface was modified with a diamine
compound; the amine was then decorated with copper-phos-
phorus. This catalyst exhibited good productivity with
outstanding stability during the experiments. To achieve this,
a new Cu-containing catalyst supported over silica-based
materials was prepared. Surface modification for the synthesis
of the catalysts allowed control over the prepared materials’
composition and characteristics. Copper-based catalysts,
namely oxides and hydroxides, are good candidates for the
oxygen evolution reaction (OER).*>** These catalysts face chal-
lenges when employed for the hydrogen evolution reaction
(HER) due to their low ionic conductivity. It was suggested that
when the Cu-catalyst is applied over a conducting surface such
as graphene or carbon nanotubes, it results in lowering the
overpotential needed for the process.®* Copper is considered
a good candidate as an electrocatalyst since it belongs to the
first row of transition elements. Copper is characterized with
several advantages, such as being among the abundant
elements and having two different redox states and high
conductivity.®® Previous studies have shown that copper-based
heterogeneous catalysis based on Cu(0)/Cu(1) conversion can
be used for the HER, while Cu(ir) because of its high reduction
potential, provides active sites for the OER.**

© 2024 The Author(s). Published by the Royal Society of Chemistry
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This work considered the systematic evaluation of the
performance of the catalyst to report its relative efficiency for
the OER reaction. Hydrazine was used as a promoter for the
electrolysis process and multi-walled carbon nanotubes were
employed as a support that allowed homogeneous surface
distribution for the catalyst. When using a relatively small
amount of the catalyst (as low as 5.0 x 10™® g), the overpotential
for the OER was 0.2 V vs. NHE for a specific current density of
10 mA g ' cm 2 in the presence of 0.33 M hydrazine/1.0 M
KOH. The values of the apparent diffusion coefficients, rate
constant, Tafel slopes, and charge transfer coefficients are re-
ported and compared with the different surfaces used.

2 Experimental

2.1. Chemicals

Silica gel (Ultrapure, with a particle size of 40-60 mm and pore
size of 60 A) was purchased from ACROS Organic (USA). N-(3-
(trimethoxysilyl)propyl)ethylenediamine, (Acros, USA), toluene,
and methanol were obtained from Prolabo, Europe. Copper
sulfate (Cu(SO,)sH,0) and phosphorus standard solution (1000
pg mL ') were obtained from (Merck, UK). Potassium hydroxide
(anhydrous, =99.95%), hydrazine hydrate (RG, N,H,; 50-60%),
and multi-walled carbon nanotubes (CNTs; O.D. = 10-15 nm,
I.D. = 2-6 nm, L = 0.1-10 pm, >90% AS) were acquired through
Sigma-Aldrich (USA). All compounds were utilized without any
additional processing.

2.2. Structural and surface analysis equipment

The samples were characterized using 64 scans of mid-infrared
absorption spectra obtained using an FT-IR spectrometer
(Vertex 70, Bruker, Germany) at a resolution of 4 cm™", and the
analysis was conducted using ATR Multiple Crystal Dimond.
The catalyst spectra were acquired using UV-vis diffuse reflec-
tance spectra with an integrating sphere-equipped PerkinElmer
Lambda 950 spectrophotometer with a resolution of 1 nm. An X-
ray diffractometer (D8 Advance, Bruker, Germany) with 40 kV,
40 mA, and Cu-Ka X-ray source of 2.2 kW was used to obtain
phase characterization. Using a TGA thermal analyzer (STD-Q
600, USA) in a helium environment, the sample weight loss
was measured at ambient temperature and temperatures up to
800 °C at a rate of 10 °C min~". Utilizing a JSM-7800F scanning
electron microscope, the microstructure of the generated cata-
lysts was captured, and Oxford Instruments X-Max" electron
dispersive X-ray spectroscopy (EDS) equipment was employed to
analyze the elements. Using monochromatic Al Ko radiation (Av
= 1486.6 eV), X-ray photoelectron spectroscopy (XPS) data were
obtained using a JPS-9200 X-ray photoelectron spectrometer.

2.3. Functionalization

The functionalization of silica was performed using a 250 mL
round-bottom flask connected with a reflux condenser. First,
150 mL of dry toluene was added to 5.0 g of the silica and kept
under stirring, and the reaction environment was kept under
nitrogen with stirring. The temperature was increased to 70 °C,
and after maintaining the temperature at 70 °C, 3 mL of N-[3-
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Scheme 1 Schematic of the modification process.

(trimethoxysilyl)propyljethylenediamine was slowly dropped to
the reaction. The temperature was then raised to 80 °C, and the
reaction was continued for 7 h. The reaction was then cooled to
ambient temperature. Centrifugation was used to separate the
modified silica particles, which were then completely rinsed
with toluene and methanol and dried overnight at 50 °C under
vacuum.

The assimilation of copper ions and phosphorus into the
modified silica was performed by transferring 0.5 g of modified
silica into a 10 mL screw-top vial with a cap. Then, 4 mL of 1.0 M
Cu(S0,4)sH,0 and 4 mL of phosphorous solution were incor-
porated at the same time and shaken for 4 h. The suspension
was rinsed, the unreacted material was removed by centrifu-
gation, and the product was rinsed using deionized water five
times and ultimately vacuum-dried at 60 °C before character-
ization (Scheme 1).

2.4. Electrochemical instrumentation and cell

A PGZ301 Voltalab Galvanostat/Potentiostat (Radiometer
Analytical, USA) was used to measure voltammetry and chro-
noamperometry in a three-electrode cell setup: Ag/AgCl
(3.0 mol L™" KCI) served as the reference electrode, glassy
carbon electrode (GC) (¢: 6.0 mm) served as the working elec-
trode, and Pt wire (I: 10 cm, ¢: 2.0 mm) serves as the auxiliary
electrode. Electrochemical impedance spectroscopy (EIS)
measurements were performed using a metrohm PGSTAT302N
potentiostat attached to an FRA32M module. The EIS experi-
ment conditions were as follows: a dc potential equal to the
onset potential of OER was applied at each electrode surface,
and the frequency was varied from 100 mHz to 100 kHz using an
AC amplitude of 10 mV. The data fitting and modeling were
obtained using the software provided with the instrument.
Linear sweep voltammetry curves were recorded from E; = 0.1V
to E¢ = 0.7 V at a scan rate of 10 mV s~ . The Tafel experiments
were carried out at a scan rate of 1 mV s~ . Chronoamperometry

25832 | RSC Adv,, 2024, 14, 25830-25843

experiments were performed by applying a constant applied
potential equivalent to the oxidation potential of hydrazine at
a given catalyst surface for 1-2 h.

2.5. Electrode preparation

First, 0.5 mg of solid catalyst and 1.0 mL of DMF were physically
mixed to create the catalyst ink, which was subsequently phys-
ically mixed with CNTs in various ratios. To make sure that all of
the ingredients were distributed evenly, the mixes were soni-
cated for one hour. The electrode surface was prepared by
mechanically polishing the surface using different grades of
polishing papers and finally cleaning grease and adsorbed
particles from it using different solvents and sonication in
distilled water. The electrode was placed in an oven for 10 min
at 60 °C to dry. The calculated amount of catalyst on the surface
was 5.0 x 107% g.

3 Results and discussion

3.1. Surface characteristics

Scheme 1 illustrates the various steps involved in the creation of
the solid, in which silica particles combine with the silene
agent, which results in the presence of amine groups on the
silica surface. In the ultimate phase, the solid compound is
produced through the combination of copper-phosphorus ions
with the aforementioned amine groups. The optical image
provided below (Fig. 1) showcases the distinct colors of amine
silica, amine silica bonded with copper ions, and ultimately, the
copper-phosphorus-bound amine silica.

3.1.1. Scanning electron microscopy (SEM). The surface
images of the as-prepared AFS-Cu(u) and AFS-Cu-P catalysts
were identified by applying scanning electron microscopy (SEM)
measurements, as depicted in Fig. 2a-d. The images reveal SiO,
plates with dimensions ranging from the submicron to the few-
micron scale. Cu nanoparticles are homogeneously distributed

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.1 Photographic image of the silica-modified with amine, AFS (a),
AFS-Cu(i) (b) and AFS-Cu-P (c).

over the surface of silica. The elemental distribution over the
catalyst surface is shown in ESI 1a. The detailed elemental
composition was also obtained from the EDS measurements as
shown in ESI 1b. The element Si is distributed over the entire
surface of the catalyst, reflecting the large size of the silica
plates. The Cu is homogeneously distributed over the silica
plate, which agrees well with the SEM image. From the EDS
measurements, the silicon content over the surface is high
compared with the copper percentage. The elemental analysis
(C, H & N) of the catalyst AFS-Cu-P shows the following
percentages: 1.22, 0.651, and 6.40, respectively, while those for
the original AFS and AFS-Cu(u) are 2.73, 1.33, and 6.19, and
1.16, 0.880, and 6.80, respectively. The carbon and hydrogen
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Fig. 3 XPS of the as-prepared AFS-Cu-P catalyst.

contents of the “parent” material AFS (without Cu) are relatively
higher, whereas the N content is almost maintained in all three
samples.

3.1.2. X-wray photoelectron spectroscopy (XPS). XPS
measurements were conducted on the as-prepared AFS-Cu-P
catalyst. Fig. 3 displays the XPS survey revealing copper, phos-
phorus, silicon, and oxygen in the catalyst. ESI 2 shows the XPS
of these elements. The peaks at 930.5, 952.6, and 939.8 eV are
assigned to Cu 2psj,, Cu 2pys, and Cu L,VV, respectively, as
previously mentioned in the literature.®>*® The peak appearing
at 97.5 eV is assigned to Si 2p;/,, and a previously published
work cited the peak at 98.80 eV.®” The oxygen O 1s was observed

Fig. 2

(a) Surface morphology showing SiO, plates covered with nanostructured Cu particles for AFS-Cu-P. (b) Backscattering phase mapping of

the Cu nanoparticle inclusion on the surface of the SiO, plates. (c) SEM image of the general distribution of the catalyst over the surface. (d) Phase
mapping showing the different regions containing silicon and copper on the surface.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 FTIR spectra of as-prepared AFS-Cu-P, AFS-Cu(i), and AFS.

at 531.5 eV, which is reasonably consistent with the value
mentioned earlier.®® Two earlier reports showed that the P 2p;,
peak appeared at 129.4 eV or 130.9 eV,*>”® which were close to
the values of 128.5 eV and 131.8 eV presented in this study.

3.2. Thermal gravimetric analysis

The thermal stability of the presented catalyst is of prime
importance when applied in operational fields. The TGA profile
of the as-prepared AFS-Cu-P catalyst is presented in ESI 3.
Although the prepared catalyst will be applied as an electrode
modifier for water splitting, it is not expected to be used at
relatively high temperatures. However, from a practical point of
view, it is essential to observe the response of the catalyst to
temperature change. Compared to the standard support mate-
rials, AFS and the catalyst AFS-Cu-P show initial temperature
stability with relatively lower weight loss as the temperature
reaches 100 °C. This is apparently due to humidity expelled
from the structure, whereas for the reference materials, the
weight loss is relatively higher, indicating the loss of some of the
compositional ingredients. All materials showed relatively lower
weight loss of approximately 5% as the temperature rose from
100 °C to 800 °C, indicating relative stability with preservation
of the chemical structure of the catalyst.

3.3. FTIR spectra

The FTIR spectra of the as-prepared catalyst, AFS-Cu-P, and the
two reference materials, AFS-Cu(u) and AFS, are shown in Fig. 4.
For the three materials, the structure of amorphous SiO, is
confirmed. The following absorption bands can be identified:
strong bands at 475 cm™', 801 cm ™', and 1098 cm ' are
assigned to the asymmetric and symmetric Si-O-Si stretching
vibrations.”* The band at 1644 cm ™' and the broad band at
3475 cm™ " are assigned to the bending and stretching vibration
modes of the O-H group. Furthermore, the bands at 3300 and
3500 cm ™! indicate that the silane agent N-(3-(trimethoxysilyl)
propyl)ethylenediamine was successfully attached to the silica
surface.””

25834 | RSC Adv, 2024, 14, 25830-25843
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3.4. Electrochemical characterization

3.4.1. Evaluation of different catalysts for water electro-
chemical splitting. Several catalysts have been used for the
electrochemical splitting of water with the main goal of gener-
ating oxygen and hydrogen gasses.” The production of oxygen
and hydrogen gasses through the electrolysis process results in
high gas purity. However, reliable electrocatalysts for water
splitting should fulfill several requirements, including long-
term stability, low cost, and high efficiency. As previously
described in the Experimental section, the catalyst is prepared
using a simple procedure with a well-defined structure. The
linear sweep voltammetry behavior of a glassy carbon electrode
modified with the catalyst was compared in 1.0 M KOH in the
presence of 0.33 M hydrazine using the following: GC, GC/CNT-
AFS, GC/CNT-AFS-Cu(u), and GC/CNT-AFS-Cu-P electrodes. It is
also important to compare the electrochemical behavior of
these surfaces in the absence of hydrazine (¢f. ESI 5). The data in
Fig. 5 indicate that the onset of the oxygen evolution potential
follows the order GC/CNT-AFS-Cu-P < GC/CNT-AFS-Cu(u) < GC/
CNT-AFS < GC. The corresponding onset potentials followed the
same order: 0.291 V, 0.379 V, 0.437 V, and 0.543 V (vs. RHE).

Also, as can be observed from the data, the current value
increases in the same order for the surfaces studied. This
indicates that the expected yield of oxygen evolution increases
accordingly and follows the same order as the onset potentials.
The use of Cu-containing catalysts results in enhanced elec-
trochemical behavior, which decreases as the catalyst is
deprived of phosphorous. ESI 5 depicts the linear sweep vol-
tammogram of the different catalysts in 1.0 M KOH and in the
absence of hydrazine. The specific current density values are
relatively much lower compared with the case of the presence of
hydrazine, with the GC/CNT-AFS-Cu-P electrode displaying the
lowest onset potential, as expected. These data confirm the
higher catalytic effect of the GC/CNT-AFS-Cu-P electrode
compared with the other electrodes with an onset potential for
oxygen evolution of 0.845 V. It is concluded that a lowering of
the onset potential for oxygen evolution with a value of 0.554 V

—_— G

—— GC/ONT-AFS
GC/ONT-ARS-Cu(I

w— GC/ONT-ARS-Cu-P

0.0 0.2 0.4 0.6 0.8 1.0 1.2

E/V (vs. NHE)

Fig. 5 Comparison of linear sweep voltammograms of different
electrodes in 0.50 M KOH in the presence of 0.33 M hydrazine.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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is achieved when using the GC/CNT-AFS-Cu-P electrode in the
presence of hydrazine and with a value of 0.285 V compared
with the bare GC surface (¢f. ESI 6).

A previous study showed the following mechanisms for the
electrochemical/chemical reactions for hydrazine oxidation as
given in the diagram below:”

xOH"
xe + xH,0 + (4-x)/2H,0 + N) <«——

View Article Online

RSC Advances

rises with the catalyst concentration; when urea was applied
over Ni-based catalysts, the outcomes were consistent with
earlier research.® Thus, the number of electroactive sites
increases, and the specific current density is enhanced as the
amount of applied catalyst is increased. The amounts in grams
of the catalyst were 5.0 x 10°g, 1.0 x 107> g, 5.0 x 10> g, and

40H" )
N,H;, ——> N, +4H,0 +4e

E)V \
¢ + H,0 + NH; + 112N, l N, +2H,

Thus, the silica surface acted as a support for Cu, allowing
better exposure of the metal and its homogeneous distribution
over the surface, consequently enhancing the charge transfer
resistance and promoting the oxygen evolution reaction.
According to Scheme 1 and the color photograph showing the
real colors of the different materials, the distinct colors of
amine silica bonded to copper ions prove the presence of the
copper-complex distributed over the amine silica substrate.
Therefore, it is advisable to investigate the performance of the
GC/CNT-AFS-Cu-P electrode in detail. The CNT supported the
catalyst to ensure its homogeneous distribution over the GC
surface without sacrificing electrical conduction.

3.4.2. Optimization of the performance of GC/CNT-AFS-Cu-
P for the OER. It is of prime importance to optimize the catalytic
performance of the modified surface upon changing vital
parameters, as described below. The effect of the amount of
catalyst (AFS-Cu-P) applied for the modification of the surface of
the electrode (GC) is depicted in Fig. 6. The amount loaded
varied according to the volume that contained the catalyst and
was added to the surface of the GC substrate. The results show
that as the catalyst concentration rises, the onset potential for
oxygen evolution falls. Furthermore, the specific current density

281

100 pL
10 puL
20 pL
— 50 uL
——— Alcohol/Nafion Paste

246

211 H

175

140

105

Jjl A.g'l.cm‘Z 10°

70 ¢

0.0 0.2 0.4 0.6 0.8 1.0 1.2
E/V (vs. NHE)

Fig. 6 Effect of the amount of catalyst (AFS-Cu-P) applied for the

modification of the GC electrode. LSV with scan rate 10 mV s~ in

0.33 M hydrazine/1.0 M KOH.

© 2024 The Author(s). Published by the Royal Society of Chemistry

N, + 4NH,

1.0 x 10~* g, when applying 10 pL, 20 uL, 50 pL, and 100 pL of
the catalyst layers from the suspension, respectively.

We compared the solvent in which the catalyst was dissolved
prior to its application to the substrate; the data in Fig. 6 shows
the linear sweep voltammogram of the catalyst dissolved in
a mixture of alcohol and Nafion (when applying 50 pL of the
catalyst suspension) compared with that dissolved in dimethyl
formamide. While the onset potential for oxygen evolution is
comparable, the specific current density for the catalyst dis-
solved in the alcohol/Nafion mixture displays relatively higher
values in lower potential ranges. However, we noticed that the
surface modified with a catalyst dissolved in the alcohol/Nafion
mixture exhibited less stability than the GC substrate.

Variation in the hydrazine concentration was found to
impact both the onset potential and specific current density in
the oxygen evolution reaction, as demonstrated in ESI 7. It is
feasible to utilize hydrazine concentrations of up to 0.5 M in
conjunction with 0.5 M KOH. Nevertheless, it is crucial to
reduce the level of chemicals utilized in the electrolysis proce-
dure. Moreover, it is important to minimize the concentration
of chemicals employed during the electrolysis process. There-
fore, with an optimized amount of catalyst over the GC
substrate, the optimum concentration used during the elec-
trolysis process will be limited to 0.33 M hydrazine. We calcu-
lated the “electro-active surface area” by running the cyclic
voltammograms for the electrodes loaded with different
amounts of the catalyst. In brief, each electrode with a given
loading was tested in 1.0 mM K;[Fe(CN),] solution at different
scan rates, as indicated in Fig. 6. From the plot of square root of
the scan rate and peak current and knowing the value of the
diffusion coefficient (D), the electroactive surface area was
calculated using the Randles-Sevéik equation. The details of the
experiment are mentioned elsewhere.”® The calculated surface
areas are as follows: for the 10 pL catalyst loading, the electro-
active surface area is 0.017 cm?; for the 50 pL catalyst loading,
the electro-active surface area is: 0.558 cm?; for the 100 pL
catalyst loading, the electro-active surface area is 0.868 cm>. The
results confirm that as the amount of loaded catalyst increases
over the electrode surface, the electroactive surface area
increases, which results in the increase in the observed specific
currents.
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Fig. 7 Effect of adding multiwalled carbon nanotubes to the AFS-Cu-
P catalyst on the linear sweep voltammogram in the presence and
absence of hydrazine in 1.0 M KOH. Scan rate: 10 mV s,

In this respect, the effect of changing the concentration of
KOH in the electrolysis process was evaluated while keeping the
concentration of hydrazine constant. As illustrated in ESI 8,
changing the KOH:hydrazine ratio had an impact on the
oxygen evolution reaction onset potential and specific current
density. The aspect ratio for the application of hydrazine to
improve the oxygen evolution process was maintained at 3:1
for KOH:hydrazine.

The use of a carbon-based material as a substrate further
improves the efficiency of the catalyst. In this regard, the
support chosen was multi-walled carbon nanotubes, which were
employed to investigate whether a more uniform dispersion of
the catalyst would lead to an increased catalytic current for
oxygen evolution. Fig. 7 displays the linear sweep voltammo-
gram of the GC/CNT-AFS-Cu-P electrode both with and without
hydrazine, with 1.0 M KOH serving as the supporting electro-
lyte. The results indicate that the use of CNT showed similar
behavior compared to the case of using the catalyst under the
same experimental conditions. The onset potential for oxygen
evolution and the specific current densities did not change
appreciably in this case. However, as indicated in the results of
Fig. 7, using CNT only on the surface resulted in some catalytic
activity toward the oxygen evolution reaction.

To study the details of the electrochemical kinetics of the
oxygen evolution process, it was advisable to compare the
results in the presence and absence of CNT with the catalyst.

3.5. Electrochemical kinetic study

3.5.1. Tafel measurements. At this stage, we assessed the
electrochemical efficiency of various electrodes in relation to
the oxygen evolution process by analyzing the potential/current
correlation recorded within the extended quasi-equilibrium
potential range. The applied voltage was greater than the
oxygen evolution reaction's onset potential by +100 mV. The
studied electrodes were GC, GC/CNT, GC/GC/AFS-Cu-P, and GC/
CNT-AFS-Cu-P. The electrolyte was 0.33 M hydrazine in 1.0 M
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Fig. 8 Tafel plots for different electrodes in 0.33 M hydrazine and
1.0 M KOH. Scan rate: 1 mV s,

Table 1 Tafel parameters for different electrodes and different
modifiers in 0.33 M hydrazine/1.0 M KOH

Surface o Jo/Acem™

GC 0.931 217 x 107°
GC/CNT 0.959 2.05 x 107*
GC/AFS@100 Phos-Cu 0.935 3.04 x 107°
GC/CNT-AFS@100 Phos-Cu 0.968 8.38 x 107*

KOH. The Tafel plots of the different electrodes are shown in
Fig. 8.

The Tafel slopes were 213 mV dec™", 360 mV dec™ ', 227 mV
dec™, and 467 mV dec ™ for the GC, GC/CNT, GC/GC/AFS-Cu-P,
and GC/CNT-AFS-Cu-P, respectively. Previous reports have
indicated that the Tafel slopes varied according to the type of
catalyst used for the oxygen evolution reaction and whether the
medium was basic or acidic. Thus, uncommonly low Tafel
slopes, ranging between 28 mV dec ' and 35 mV dec™ ' have
been reported for NiFe-, Ni-, and Co-based catalysts.'*'*7”7®
Higher values of Tafel slopes have been reported for other
catalysts, including perovskite-based catalysts such as
LnBaCo0,0s5.,s, NiC0,04, and CoPi.*®”** The charge transfer
coefficients and corresponding exchange current densities are
listed in Table 1. The Tafel slope helps to explain the reaction
mechanism, while the exchange current density defines the
catalytic activity of the surface toward the process.®"** There-
fore, from the data in Table 1 and the aforementioned values of
the Tafel slopes of the different surfaces studied in this work,
the incorporation of CNT into the catalyst structure enhances
the catalytic activity toward the oxygen evolution reaction.
Therefore, the activation energy of the oxygen evolution reac-
tion is lowered and charge exchange at the interface is
facilitated.

The transfer coefficients « reported in Table 1 are relatively
high and describe the irreversible nature of the electrochemical
oxygen evolution reaction. Relatively lower values for the
transfer coefficients have been reported earlier for different

© 2024 The Author(s). Published by the Royal Society of Chemistry
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processes.®** The force constants of the oxidized and reduced
components of the process determine the value of the transfer
coefficient for a redox process, as Marcus explained in prior
work.* For example, the values of « are likely to deviate from the
ideal symmetric value of 0.5 if the force constants are not
balanced and if the reacting species are adsorbed at the surface
of the catalytic sites during the electron transfer process;*® this
situation may occur in the case of the present catalysts. The
“basic” Tafel relationship can been given as follows:

n = a + alog(j) (2)

From the empirical relationship of eqn (2), the exchange
current density, charge transfer coefficient, and Tafel slope are
derived. In this relationship, 7 is the overpotential imposed on
the electrode and b is the slope. The Butler-Volmer equation
and its derived version describe reversible electrochemical
redox processes®” as follows:

j = JHexp(—afi) — expl(l — a)fil} ©)
RT, . RT .
n= - pinG) - L png) @

The transfer coefficient in these equations is denoted by «,
and fis equal to F/RT (where F is the universal gas constant, T'is
the absolute temperature, and j, is the exchange current
density). Eqn (4) is the equivalent of eqn (2) when the forward
(oxidation) or reverse (reduction) reaction is taken into account.

The electron transfer coefficients are also derived from the
Tafel relationship. For the rate-determining stage of the elec-
trode reaction, the following relationship can be used to esti-
mate the electron transfer coefficient, «,:%®

O

In eqn (5), the term (dE/dIn j,) is the anodic Tafel slope, 7 is the
number of electrons taken up by the electrode, and the other
terms assume their commonly recognized definitions. The
oxygen evolution reaction is known for its complexity, and
previous studies have suggested that the reaction proceeds
either through two- or four-electron reaction mechanisms, as
described for a metal site M, where each step of these reactions
is considered as a rate-determining step:®¥-°>

M+ OH™ 2 MOH + e~ (6)
MOH + OH™ 2 MO + H,O + ¢~ (7)
MO + OH™ 2 MOOH + ¢~ (8)
MOOH + OH™ 2 MOO™ + H,0O 9

MOO™ 2 M+ 0, +e” (10)

3.5.2. Diffusion coefficient and reaction rate constant.

Chronoamperometry measurements were conducted on

© 2024 The Author(s). Published by the Royal Society of Chemistry
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different catalysts to determine the apparent diffusion coeffi-
cients (D) and rate constants (k) for the oxygen evolution reac-
tion in the presence of hydrazine in an alkaline medium. We
used previously adopted relationships to determine the values
of the apparent diffusion coefficients (D) and rate constants
(k)293’94

I, = nFAC-D"*(m)""*(1)™'" (11)

I/, = 7" (ker)'? (12)

The terms in eqn (11) and (12) are defined as follows: I, is the
specific oxidation current density of the catalytic process, A is
the electrode area, C- is the concentration of hydrazine, I, is the
current density value in the absence of hydrazine, and I is the
current density value in the presence of hydrazine. The other
terms assume the following regular definitions: n is the number
of electrons exchanged during the catalytic process, F is Fara-
day's constant, ¢ is the time, D is the apparent diffusion coeffi-
cient (cm? s™') and k is the catalytic rate constant (cm® mol *
s7h.

From eqn (11), a plot of I, versus t /> can be prepared and
the values of the diffusion coefficients (D) can be estimated for
the studied electrodes. Fig. 9a shows the chronoamperometry
experiments using the following electrodes: GC, GC/CNT, GC/
GC/AFS-Cu-P, and GC/CNT-AFS-Cu-P in 0.33 M hydrazine/
1.0 M KOH. The constant potentials applied to the electrodes
were derived from the corresponding linear sweep voltammo-
gram at the corresponding onset potentials for the oxygen
evolution reaction (¢f. Fig. 5). The current values display distinct
values as the time span reaches 300 s, where a steady state of the
process is reached. The observed values of the “steady-state”
current are in the following order: GC/CNT-AFS-Cu-P > GC/CNT
> GC/GC/AFS-Cu-P = GC.

Therefore, most kinetic changes occur during the initial
moments of the chronoamperograms. It is also concluded that
the charge transfer process is controlled by activation. The
evidence that determines this possibility is the effect of the scan
rate on the linear sweep voltammogram, as shown in ESI 9. No
appreciable changes in the onset potential for the oxygen
evolution reaction were observed with close values of the
specific current densities.

Fig. 9b displays the relationship between the specific
oxidation current densities vs. ¢ /> for the different studied
electrodes in 0.33 M hydrazine/1.0 M KOH. From eqn (11), the
apparent diffusion coefficients are calculated and are listed in
Table 2. The apparent diffusion coefficient increases in the
following order for the electrodes: GC/CNT-AFS-Cu-P > GC/CNT
> GC/GC/AFS-Cu-P > GC. This again indicates the effect of
employing CNTs on the structure of the catalyst. The steady-
state currents indicate the high efficiency of the surface when
incorporating the CNT.

Fig. 9c shows the relationship between the oxidation current
ratios and ¢*? in the presence and absence of hydrazine. Using
eqn (12), the values of the rate constants k are calculated and are
displayed in Table 2. Again, the values of k are in the same order
as the diffusion coefficients, emphasizing the crucial role

RSC Adv, 2024, 14, 25830-25843 | 25837
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Fig. 9 (a) Chronoamperometry measurements over different elec-

trodes in 1.0 M KOH and 0.33 M hydrazine/1.0 M KOH. (b) Relationship
between catalytic specific oxidation current densities (j) versus t /2 for
different electrodes in 0.33 M hydrazine/1.0 M KOH. (c) Relationship
between catalytic specific oxidation current density ratio versus t/2 for
different electrodes in the presence and absence of 0.33 M hydrazine/
1.0 M KOH.

played by the CNTs incorporated in the catalyst. The perfor-
mance of the present electrode modified with the catalyst (CNT-
AFS-Cu-P) was compared to those of some recently reported
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Table 2 Apparent diffusion coefficient D and catalytic rate constant
values k for the oxygen evolution reaction in 0.33 M hydrazine/1.0 M
KOH

Electrode k(mol ' Ls™) D (cm®s™")
GC 4.28 x 10° 5.66 x 107°
GC/GC/AFS-Cu-P 9.75 x 10° 8.22 x 1077
GC/CNT 1.09 x 10° 6.81 x 10°°
GC/CNT-AFS-Cu-P 3.41 x 10° 8.87 x 10™°

copper-based and other catalysts. The figures of merit are listed
in ESI 10.%°71%

3.6. Electrochemical impedance spectroscopy (EIS)

To understand the interfacial interactions at the electrode/
electrolyte interface, EIS experiments were conducted. The
measurements compared the GC/GC/AFS-Cu-P and GC elec-
trodes in 0.33 M hydrazine/1.0 M KOH. The applied dc voltage
to each electrode was determined from the onset potential of
the oxygen evolution reaction, as described in linear sweep
voltammetry. The data in Fig. 10 show the Nyquist plots and the
fitted data using the equivalent circuit in the inset of the figure.
For both electrodes, the data are in the form of a semicircle that
can be simulated using a simple Randles circuit. The values of
the circuit elements are given in Table 3. The charge transfer
resistance represents the extent of the barrier imposed on the
charge exchange at the interface. The radius of the semicircle in
the Nyquist plot is representative of the value of R.. The
elements of the circuit are as follows: Ry is the solution resis-
tance; R, the charge transfer resistance; and Y,, the surface
roughness of the catalyst. The catalytic activity of the GC/GC/

5000
[| O GUONTARS-Co-P —oA\Ae
033 MHIVLO MKOI
. AN 0| R« _‘ <
b 033 MHIV1.0 MKOH 4 "
4000 = —— Data Fiting R T: ‘
3000 ~
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Fig. 10 Nyquist plots of the GC and GC/GC/AFS-Cu-P electrodes in
0.33 M hydrazine/1.0 M KOH. The symbols represent the data, and the
solid lines represent the data fit. The corresponding circuit is shown in
the inset.
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Table 3 EIS data extracted from the data fitting of the results of Fig. 10

GC/CNT-AFS@100 Phos-Cu

Element GC/GC/AFS-Cu-P GC

R, (Q) 16.5 17.8

Re: (Q) 1344 4267

Y, (1Mho.s") 6.35 x 10° 6.28 x 10°°
n 0.893 0.937

x? 0.0893 0.0604

AFS-Cu-P electrode was higher than that of the unmodified GC.
The capacitance of the surface is slightly higher for the modified
surface than for the GC electrode.

3.6.1. Catalyst stability. We conducted two types of tests to
evaluate the stability of the electrode modified with the cata-
lysts. In the first, the electrode was subjected to repeated linear
sweep voltammetry (LSV) experiments twenty-five successive
times. The electrolyte was 0.50 M KOH in the presence of 0.33 M
hydrazine with a scan rate of 10 mV s~ '. The figure of ESI 11a
shows the repeated LSVs. The arrows at points A, B, C and D
show the change in specific currents at four different potential
values: 0.4 V, 0.6 V, 0.8 V and 1.0 V. The decrease in current
values was found to be 18.0%, 19.7%, 21.4% and 23.6%,
respectively.

The second experiment was to expose the electrode modified
with the catalyst to a constant applied potential of 0.05 V in
0.33 M hydrazine/1.0 M KOH for an extended time of one hour.
The experiment was repeated at two-day intervals, and the
chronoamperometry diagrams were recorded. The figure of ESI
11b shows the results.

The results for each day show good stability over the expo-
sure time of one hour. The day-to-day data show closely similar
data with average specific current variations of 7.2%. The
results from the LSVs and CAs confirm the stability of the
electrode performance under the given electrolytic conditions.

4 Conclusions

In this study, we prepared a series of catalysts@silica to evaluate
their performance in electrolytic water splitting in a basic
medium. The employment of hydrazine in the medium assisted
the process of the OER both thermodynamically and kinetically.
Among the electrodes used, GC/AFS-Cu-P showed the lowest
onset OER overpotential. The presence of copper and CNT in
the composition of the catalyst resulted in relatively higher
specific current densities and a decrease in the overpotential
values. The complex formation of Cu with phosphorus proved
crucial for the electrolytic splitting of water, as deduced from
the kinetic parameters. The kinetic parameters based on the
Tafel slopes and apparent rate constants showed that the
presence of CNT as a matrix to support the catalyst is crucial for
the process. The observed rate constants and diffusion coeffi-
cients for the GC/GC/AFS-Cu-P electrode were as high as 3.41 x
10° mol™* L s™" and 8.87 x 107> em” s, respectively. The
relatively high Tafel slopes reflected the irreversibility of the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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process, and the effectiveness of the catalyst was reflected by the
high exchange current densities obtained.

Data availability

The data that support the findings of this study, “Cu-P@silica-
CNT-based catalyst for effective electrolytic water splitting in
an alkaline medium with hydrazine assistance,” are available
on request.
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