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Abstract: Oxygen evolution reaction (OER) electrocatalysts are pivotal for sustainable hydrogen
production through anion exchange membrane electrolysis. Cost-effective transition metals such as
nickel and iron-based oxides (Ni-Fe-Ox) have been recognized as viable catalysts for the oxygen
evolution process in alkaline media. In this work, we study the electrochemical characterization
and stability of the Ni-Fe-Ox to find the suitability for AEM electrolysis. The results indicate that
Ni-Fe-Ox has 5 times higher activity than pure Ni. The Ni-Fe-O, electrodes exhibit an exceptionally
high catalytic activity of 22 mA cm~2 at 1.55 V vs. RHE, and a Tafel value as low as 97 dec™!, for OER
to occur. These findings imply that OER occurs at similar places along the Ni-Fe-Oy interface and
that the Ni—Fe,O3 contact plays a significant role as the OER active site. Furthermore, it is also worth
noting that the presence of metallic Ni allows for fast electron transit within the interface, which is
necessary for successful electrocatalysis. Aside from the excellent OER performance, the exfoliated
Ni-Fe-Oy demonstrated great stability with almost constant potential after 10 h of electrolysis at a
current density of 10 mA cm~2. This work confirms Ni-Fe—Oy is a promising, highly efficient and
cost-effective OER catalyst for AEM electrolysis.

Keywords: oxygen evolution reaction; Ni-Fe-Oy; anion exchange membrane electrolysis; stability;

non-noble metal

1. Introduction

Low-temperature water electrolysis is a cutting-edge technology for the long-term
production of hydrogen from renewable energy sources [1]. In power-to-gas operations,
this technology provides adequate energy storage and grid-balancing utility [2,3]. Low-
temperature water electrolysis has several advantages, including high efficiency, high
product purity, stable output, the possibility of large-scale production, and the capacity
to include renewable energy as a power source [4]. The conventional well-known low-
temperature electrolysis technologies are proton exchange membrane (PEM) and alkaline
water electrolysis [5]. The traditional PEM electrolysis necessitates the use of costly plat-
inum metal group catalysis and an expensive Nafion membrane [6]. On the other hand,
though mature alkaline electrolysis allows for the use of a less expensive catalyst, it has dif-
ficulty maintaining differential pressure when connected to renewable energy resources [7].
Recently, researchers developed anion exchange membrane (AEM) water electrolysis, a
third-generation water electrolysis method that combines the advantages of both traditional
PEM and alkaline electrolysis [8]. As with alkaline electrolysis, AEM electrolysis technology
employs low-cost catalytic materials and a solid polymer electrolyte design, as does PEM
electrolysis technology [9].
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In AEM electrolysis, the oxygen evolution reaction (OER) and hydrogen evolution
reaction (HER) are pair electrochemical reactions for dividing water to generate oxygen
and hydrogen, respectively [10]. The current benchmark electrolyzer uses a RuO, /IrO,
anode and Pt-based cathode to accelerate OER and HER [11]. From the standpoint of com-
mercialization, it is not only the high cost of noble metal elements that produce economic
pressure but also the additional costs incurred as a result of the complexity of making
diverse anode—cathode materials and probable cross-contamination [12]. Therefore, the
creation of a universally active water-splitting catalyst based on earth-abundant minerals is
of critical importance and represents a substantial innovation [13].

The OER suffers from significant overpotential losses when compared to the HER and
has consequently been the target of numerous research efforts [14]. Reactions (1)—(5) offer
an example of a standard OER process in alkaline media; however, alternative hypothesized
or commonly employed mechanisms have been documented [15-17].

40H™ — Oy(g) +2H,0(1) + 4e~ 1)
M+OH™ — MOH™ +e- 2)

MOH + OH™~ — MO + H,O(l) + e~ 3)

MO + OH~ — MOOH + e~ @)

MOOH + OH™ — M+ O(g) + H,O(l) + e~ ®)

Reactions (2)—(5) reflect a four-step process that describes the OER in general. These
reactions illustrate a general OER process in which each step can be adjusted depending
on the catalyst under consideration. Reaction (2) involves the generation of M-OH by
one-electron oxidation of hydroxide anions adsorbed on the catalyst active site (M; may
not always refer to a metal atom/site). After removing a pair of protons and an electron,
M-OH turns into M-O in Reaction (3). Then, there are two alternative avenues for O,
generation. Reaction (4) describes the initial step, in which two M-O species recombine to
generate the O molecule and two free M active sites. Reaction (5) describes the second
mechanism, in which M-OOH is formed after merging with hydroxyl anion by one-electron
oxidation (Reaction (4)). Following that, another proton-coupled electron transfer step
occurs, yielding the O, molecule and the first active site (Reaction (5)) [18].

Because, since the OER is a four-electron transfer process requiring large overpoten-
tials, so the efficiency of electrochemical water-splitting suffers from the sluggish kinetics
of OER [19-21]. As a result, it is highly desirable to investigate active OER electrocatalysts
in order to lower the energy barrier. In general, a noble metal such as Pt, an Ir-based
catalyst, has been used to reduce the overpotential of the sluggish reaction. When OER
occurs in an alkaline medium, the loading of noble metal catalysts can be decreased or
eliminated entirely.

Transition-metal oxides (e.g., Co304, Fe;O3, Mn3Oy4, NiO, etc.) have received increas-
ing interest as possible alternatives to noble metal catalysts due to their earth abundance
and intrinsic stability in alkaline solutions [22-24]. Ni-Fe—Oy, in particular, has received
extensive research since it is well-known as one of the most active OER electrocatalysts for
alkaline water electrolysis [23,25-27]. While it is widely accepted that Fe plays an important
role in increasing intrinsic activity, the effect of Fe on improved OER kinetics is still being
debated. Many distinct mechanistic ideas have been offered in this regard. In theory, Fe
inclusion can boost the conductivity of metal oxides (Co and Ni), which act as a scaffold
for Fe active sites [28]. Surface-interrogation scanning electrochemical microscopy and
Mossbauer spectroscopy were recently used to demonstrate the in situ production of Fe**
in Ni-Fe oxide during the OER process [29-31]. Many studies have demonstrated that iron
(Fe) combined with Ni produces some of the best OERs [32-34]. Some ascribe the rise in
OER activity to the addition of the Fe active site [35]. For example, when more than 4.7%
Fe was incorporated into NiFe-layered double hydroxide materials, the active site of the
catalyst changed from Ni to Fe, boosting the catalyst’s turnover frequency 20-200 fold [36].
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Therefore, there is little doubt that the synergistic action of Ni and Fe contributes to supe-
rior OER activity when compared to pure nickel or iron oxide [37-39]. Calculations based
on density functional theory (DFT) have also been used for (Ni,Fe)NiOOH systems for
OER [40]. The (Ni,Fe)OOH system was discovered to be bi-functional, with both Ni and
Fe working in synergy to catalyze the OER; Fe** helps create an active O radical species,
while Ni** subsequently catalyzes O-O coupling, demonstrating that each metal helps with
elemental phases of the OER mechanism [41,42]. Unfortunately, there are still no effective
procedures for correctly evaluating catalysts on the substrate, as it is used as an anode in
AEM electrolysis, which poses a challenge in quantifying and comparing the catalyst active
area and performance.

In this present work, we find the OER activity of the Ni-Fe-Oy catalysts coated
on the stainless steel surface as it is used in AEM electrolysis. The performance and
stability of the Ni-Fe-O were evaluated in a three-electrode setup using cyclic voltammetry,
electrochemical impedance spectroscopy, linear sweep voltammetry (LSV), and Tafel plots
to further analyze the anode properties. Moreover, we find the performance of Ni-Fe-Oy
as an anode catalyst in the whole AEM electrolyser for real-time applications.

2. Results and Discussion
2.1. Oxygen Evolution Reaction (OER)

We then investigated the OER performance of Ni-Fe—Oy supported on stainless steel
fiber substrate, because of its excellent electrochemical properties, such as corrosion resis-
tance against OER, electrical conductivity, a three-dimensional porous structure, and high
mechanical strength [43]. Figure 1 depicts the results of the cyclic voltammetry studies,
which demonstrate the obtained voltages for Ni-Fe—Oy and pure Ni. The oxidation and
reduction characteristics are shown in Figure 1. Oxidation occurs at 1.52 V for Ni-Fe—Ox
while reduction occurs at 1.41 V. For pure Ni, oxidation occurs at 1.45 V and reduction
occurs at 1.37 V. At an over potential of 1.52 V, the maximum absorption of ions exhibited
a high current density of 12 mA cm~?2 for Ni-Fe-Ox. The pure Ni, on the other hand,
demonstrated a current density of 2.5 mA cm~2 at a potential of 1.45 V. The difference in
absorbed current density was 5.5 times less than that of Ni-Fe—Ox.

25 | m— Ni-Fe-O><
] Pure Ni

-2

current density mA cm

v . T . , v .
1.30 1.35 1.40 1.45 1.50 1,55
E/NV Vs RHE

Figure 1. Cyclic voltammograms of Ni-Fe-Oy during the potential cycle between 1.3 and 1.55 V vs.
RHE in 1 M KOH.
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The LSV for Ni-Fe-Oy and pure Ni is shown in Figure 2 with a scan rate of 20 mV s~}
from 1.3 to 1.55 V. The OER began at roughly 1.52 V and then abruptly grew until 1.55V,
whereas the OER for pure Ni began at 1.4 V and then sharply increased. At 1.55V, the
obtained current density was 22 mA cm~2, demonstrating superior performance over the
non-noble metal electrocatalyst. The pure Ni, on the other hand, demonstrated a current
density of 4.1 mA cm~2 at a potential of 1.55 V. The performance of Ni-Fe-Oy is five times
that of pure Ni.

25

—_— Ni—Fe—OX
— Pre Ni

204

-2

15 4

current density mA cm
=
1

T J T y T T T T J T
1.30 1.35 1.40 1.45 1.50 1.55

E/V Vs RHE
Figure 2. LSV of Ni-Fe-Oy as an OER electrocatalyst: from 1 to 2.2 V at20 mV s~! in 1 M KOH.

Importantly, Figure 2 indicates that in the Ni-Fe-Oy arrangement, the Ni oxidation
peak prior to the initiation of OER was greatly inhibited. The oxidation peak corresponds
to Ni oxidation from low valence states (Ni0, Ni**) to high valence states (Ni** or Ni*"),
the latter of which is thought to be active sites for OER [44,45]. The significantly lower
Ni oxidation peak found in comparison to Ni Ni/Fe and Ni-Fe-O, (Figure 2) shows
that OER active sites are already present in the Ni-Fe—-Oy, rather in operando generated.
Consequently, if the potential could be decreased by 0.1 V for OER, the SS would be
comparable to the best performing substrate for Ni-Fe-Oy, the full water-splitting reaction.
These findings imply that both OER occur at similar places along the Ni-Fe-Oy interface. It
is also worth noting that the presence of metallic Ni allows for fast electron transit within
the nanoparticle, which is necessary for successful electrocatalysis.

Figure 3 depicts the Tafel slopes, showing the results for both the Ni-Fe-Oy and
pure Ni electrodes. The slopes between the obtained cell voltages and logarithmic current
density were drawn and calculated. The computed Tafel slope for the Ni-Fe-Ox electrode
was 97 mV dec™!, and a comparable value has already been reported in the literature [46].
The OER displayed two distinct Tafel zones. The first Tafel slope is related to the OER,
whereas the second slope may be related to the oxide surface state. Despite the fact that the
Tafel slopes value is lower than pure Ni, however, this is greater than the usual Ir and Pt
catalyst values of 55 and 60 mV dec ™! [47]. Figure 3 demonstrates that the linearity of the
curve is also maintained at high j, showing that the catalyst has fast electron transfer and
mass transport properties [48].
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Figure 3. Tafel plots for the Ni-Fe-Oy and pure Ni catalysts in 1 M KOH.

2.2. Preliminary Durability in Oxygen Evolving Currents

In addition to OER activity, the catalyst’s long-term stability over time is another
important parameter to evaluate. Ni-Fe-Oy catalysts were tested by chronopotentiometry
for 10 h and by the electrochemical impedance spectroscopy (EIS) method. The long-
term stability of the electrocatalyst was confirmed by the chronopotentiometry (CP) of the
Ni-Fe-Oy (Figure 4) at 10 mA cm™ for 10 h. The sustained current applied to the catalyst
electrode almost did not change the polarization curve, indicative of almost no change
in charge transfer and reaction kinetics. Moreover, the cyclic stability of the catalyst was
tested using cyclic voltammetry. The 1st and 1000th cycles were compared. In addition,
no significant change was discovered. The before and after stability examination of EIS is
shown in Figure 5, the measurement frequency range being from 100 to 0.1 Hz. The EIS was
obtained under the overpotential condition of 1.6 V. The equivalent circuit model is shown
as an inset of Figure 5, which exhibits ohmic resistance (Rs), charge-transfer resistance (Rct),
and two constants. All of the EIS curves were composed of perfect semicircles. Before
the stability test, the Rct of Ni-Fe-Oy was 1.178 (), and after the stability examination, the
(Rct) became (1.272 Q)). Likewise, the charge-transfer resistances before and after stability
examination were 0.733 and 0.545 (), indicating that Ni-Fe-Oy has a slower interface charge-
transfer process. The semicircle of the Nyquist plot for the Ni-Fe-Ox sample increased after
CP testing, indicating decreased charge-transfer abilities. In addition, the slight increase
in the Tafel slope suggests a little retardance of reaction kinetics. Note that even after the
long-term electrical operation, the Tafel slope of the Ni-Fe—-Ox catalyst was still smaller than
those of the initial values electrodes. This could be an indication of initial Fe dissolution
from the sample with a higher starting iron content. This performance of the SS as a
substrate is comparable to other highly efficient bi-functional nano-sized electrocatalysts
adhered to high surface area 3D electrodes, and only slightly below the most efficient
nano-sized bi-functional electrocatalysts thus far.
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Figure 4. Chrono-potentiometric test of Ni-Fe-Oy alloy as an OER electrocatalyst at 1.6 V vs. RHE in
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Figure 5. Stability determination from the Nyquist plots of the EIS measurements (from 100 kHz to

1 MHz) before and after 100 h.

2.3. Effect of Temperature on Electrochemical Analysis

The effect of temperature changes on Ni—-Fe-Ox electrochemical performance was
investigated. The effect of temperature on the electrochemical performance of the Ni-Fe-Ox
was studied using cyclic voltammetry (CV) and electrochemical impedance spectroscopy
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(EIS), which is shown in Figure 6a,b. CV, LSV, and EIS results show that as the operating
temperature rises, electrochemical performance improves, with an increase in capacitance
and a decrease in resistance.

Temperature
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Figure 6. Effect of temperature on electrochemical performances (a) CV (b) EIS.

2.4. Performance and Stability of Ni—-Fe-Ox Catalyst on AEM Electrolyser

Further, Ni-Fe—Oy catalyst was tested in the whole AEM electrolysis cell to find out
its performance. Here, Ni-Fe-Oy and Ni-Fe-Co were used as both the anode and cathode
in a whole cell water electrolyzer. A sustainion membrane was used as an AEM. The
processes for making the MEA and the electrolysis setup were adapted from our earlier
work [10]. The polarization curve of the Ni-Fe—Ox cell was recorded and compared to the
cell constructed using benchmark noble metal catalysts, 20% Ir/C (OER) and 20% Pt/C
(HER). Figure 7 shows the performance and stability of AEM electrolysis. The Ni-Fe-Ox
cell exhibits a slightly lower performance compared to the Ir/C | | Pt/C cell. [49] The
obtained cell voltage of Ni-Fe-Oy | | Ni-Fe-Co

22

2.0
g ]
Q
2 184
5 =
> | g

3
1.6
L] 25 TImi'EJ"‘:‘ 75 100
14 : , : , : , : , : , :
0 250 500 750 1000 1250 1500
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Figure 7. Performance and stability AEM electrolysis by using Ni-Fe-Ox-SS anode for 1 M KOH.
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The electrolysis cell at 500 mA cm™2 was 1.98 V for 1 M KOH, whereas in the Ir/C| |
Pt/C cell at 500 mA cm™, it was 1.60 V. The energy efficiency of the Ni-Fe-Ox cell was
calculated to be 74.7%. The Ni-Fe-Ox | | Ni-Fe-Co also shows excellent stability during the
100 h bulk water electrolysis at j = 500 mA cm 2. There was no evidence of severe deteri-
oration of the catalytic layer or the membrane. Furthermore, an accelerated degradation
test (ADT) was performed by repeatedly switching the polarity of the electrode to show
the Ni-Fe-Ox electrochemical stability against power outages. The electrolysis current was
varied between 100 mA cm™ (OER) and —100 mA cm~2 (HER) in this experiment, and the
Ni—Fe—Ox electrode was anodized for 600 s before switching to HER, and vice versa. The
stable potential response throughout the 4200 s ADT shows the extraordinary stability of
Ni—Fe—Oy as a reversible, bi-functional catalyst for water electrolysis under intermittent
circumstances.

3. Experimental Methods
3.1. Electrode Fabrication

The homogeneous catalyst ink solution was made by combining de-ionized water,
ionomer (Sustainion® XB-7, Dioxide Material, Boca Raton, FL, USA), and catalyst powder
Ni-Fe-Ox (particle diameter of 0.5 mm), which was sonicated with ice for 15 min. The
isopropyl alcohol was then added and sonicated for 10 min with ice. The slurry was then
ultrasonicated for 10 min with ice using an ultrasonic probe (Branson Digital Sonifier
Model 102 °C). It is assured that no aggregation was observed in the homogenous ink. The
homogeneity of ink formulation is critical for achieving consistent results. The anode and
cathode catalyst ink was brushed onto the surface of the stainless steel (SS) (80-110 ppi);
American Elements, USA. The gas diffusion electrodes (GDE) were dried at 80 °C for 2 h.
Simultaneously, the anode GDE was sintered for 30 min at 340 °C and the cathode GDE
was sintered for 2 h at 300 °C. The OER and HER catalyst loadings were 5 mgcat cm 2,
respectively. The anode and cathode were Ni-Fe-Ox and Ni-Fe—Co coated in Ni foam. The
catalyst was loaded at a rate of 5 mgat cm 2.

3.2. Electrochemical Characterization of Electrodes

The electrodes for the OER were investigated using a standard three-electrode electro-
chemical glass cell. Each compartment received a working, counter, and reference electrode.
The manufactured anodes or cathodes served as direct working electrodes for the OER.
Moreover, 1 cm? of electroactive surface area A platinum wire served as the counter elec-
trode and an Ag/AgCl reference electrode served as the reference electrode. It was, how-
ever, converted back to RHE. The experimentally obtained potentials vs. Ag/AgCl were
transformed to the reversible hydrogen electrode (RHE) scale using the Nernst equation:

Erug = EAg/AgCl + 0.059 pH + EOAg/AgCl (6)

where Erpg is the converted potential vs. RHE, Eoag/agc1 = 0.1976 at 25 °C, and Eag/agc
is prior to the trials; the working electrode surface was cleaned with ethanol and ultra-pure
water. The studies were carried out at 40 °C with 1 M KOH. All tests were run with the EC
labs software and the Bio-Logic potentiostat/galvanostat (Bio-Logic Science Instruments,
Seyssinet, France).

3.3. Electrochemical Testing and Pretreatment

A series of tests were carried out to properly evaluate the OER activity of the syn-
thesized materials. First, to calculate the ohmic losses of the system, potentiostatic elec-
trochemical impedance spectroscopy (EIS) experiments were carried out around the OCP
of each electrode using a sinus amplitude of 5 mV from 100 to 0.1 Hz. Then, to pretreat
the electrode before OER testing, chronopotentiometry (CP) experiments were carried out
at —1.3 V for 5 min and then at —1.8 V for 10 min. To evaluate the OER, cyclic voltammetry
(CV) experiments were done between 1.1 and 1.8 V vs. RHE for 10 cycles at 25 mV s~1, then,
linear sweep voltammetry (LSV) experiments were done between 1.3 and 1.8 V vs. RHE for
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1 sweep at 1 mV s L. Cycle 10 of the CVs is reported unless otherwise indicated. To test the
preliminary electrode durability and mechanical integrity of the best performing electrodes,
the CVs mentioned above were repeated for 300 cycles and chronopotentiometry (CP)
measurements were done at 10 mA cm~2 for 10 h. Note that all presented currents were
normalized using the geometric surface area of the electrode.

4. Summary

In this study, the Ni-Fe—-Ox catalyst was studied as an active oxygen evolution re-
action catalyst for applications in AEM electrolysis. The performance and stability were
compared with the pure Ni and conventional Ir /Pt electrocatalysts. The performance of
Ni-Fe-Oy is three times that of pure Ni. These findings imply that both OERs occur at
similar places along the Ni-Fe-Oy interface. It is also worth noting that the presence of
metallic Ni allows for fast electron transit within the nanoparticle, which is necessary for
successful electrocatalysis. Stability results indicate that the Ni-Fe-Ojy catalyst is, overall,
the most stable material. The performance of the Ni-Fe-O, as an OER catalyst on the AEM
electrolysis is satisfactory, however, is still lower than the conventional PEM electrolysis.
Overall, Ni-Fe-Oy catalysts in this study show OER activity; and excellent stability. This
Ni-Fe-Ox catalyst shows good promise for highly active anodes in AEM water electrolysis.
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