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Green hydrogen is of great interest as a replacement for traditional fossil fuels in a variety of energy
applications. However, due to the poor kinetics present in the oxygen evolution reaction (OER) half-
reaction, nanostructured catalysts are needed to reduce the reaction overpotential. Nickel oxide has
previously been shown to be a promising alternative to expensive Pt-group based catalysts for the OER
in alkaline media. Herein, facetted NiO nanosheets have been doped with Fe, Mn, or Co to reduce its
catalytic overpotential for the OER. A supercritical synthesis process was used to promote the mass
transport of the reactants while preserving catalytic surface area. Microscopy, diffraction, spectroscopy,
and adsorption techniques were used to understand the morphological changes resulting from the
inclusion of each dopant, as well as characterize the surface chemistry presented by the doped (111)
facet. The pH was found to affect the properties of mixing due to difference in hydrolysis rates and
catalysis of the hydrolysis/condensation. The dopants exhibited distinct effects on OER activity: Mn
increased the overpotential to 742 mV vs. RHE, while Co and Fe reduced it to 502 mV and 457 mV,
respectively. In summary, a straightforward and novel synthesis method is presented to prepare doped

NiO(111) nanosheets,

rsc.li/RSCApplinter electrochemical performances.

Introduction

Nanostructuring of 1-D or 2-D metal oxides has shown
promise in several technological areas including catalysis,
energy storage, and carbon capture and therefore have been a
large focus in recent research involving catalyst development,
batteries, and carbon sequestration."” Nano-designed
catalysts provide the benefits of high surface area, tuneable
surface chemistry, and other interface-related properties that
lead to increased activity. In the energy field there has been a
push to find economically viable ways to produce green
hydrogen, or hydrogen made through electrolysis, as a
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and their surface characteristics are explored to understand their varied

replacement to liquid fossil fuels.® In the electrolysis process
there are two half reactions occurring: the oxygen evolution
reaction (OER) and the hydrogen evolution reaction (HER). Of
the two reactions, the OER is energetically a bottleneck as the
4-electron transfer process results in sluggish kinetics.*
Therefore catalysts are required to lower this energetic barrier
to industrial viable levels.

Platinum group metals (PGMs) currently are the most
effective catalysts for the OER.>® However, their high cost
and limited global availability pose significant challenges for
large-scale deployment.” PGMs are typically used in proton
exchange membrane (PEM) cells which inherit this high cost
detriment.® As an alternative, alkaline exchange membrane
(AEM) systems are electrolyzers that utilize a different pH
environment allowing for a broader range of earth-abundant
and cost-effective materials to be viable.” Among the most
promising catalysts in alkaline media are metals oxides,
particularly rock salt oxides, spinel oxides, and layered
double hydroxides. Of these materials, NiO and Ni(OH), have
previously been shown to be a particularly active catalyst for
the OER.'® Under electrochemical cycling, there is a
reconstruction of the catalyst surface, wherein exposed oxides
or hydroxides convert into oxyhydroxides which are the
electrochemically  active  species  under  operating
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conditions'>™ A key factor for catalyst performance is
maximizing the available electrochemical active surface.
Therefore it is valuable to study nickel oxide at the nanoscale
with specific morphologies and dimensions to further
improve the catalytic performance."®

The surface chemistry of a catalyst is strongly influenced
by the specific crystallographic facet exposed at the
surface.’®'” Each facet has different electronic and geometric
environments (such as interatomic distances) which result in
differing adsorption energies and reaction kinetics during
water oxidation.'”'® Previously, computational studies have
shown that the calculated OER activities of NiO rank as (110)
> (111) > (100)."° Of these, the (111) surface most readily
forms in wet synthetic environments. NiO is a rock salt with
the Fm3m space group, and when terminated along the (111)
plane is dominated by oxygen on the surface.'®'® Under OER
operating conditions, this oxygen-rich surface undergoes
reconstruction to form an active oxyhydroxide phase,
resulting in a high density of catalytically active sites. Pristine
(111) facetted NiO nanosheets have previously been
synthesized and tested for the OER and showed activity
comparable to if not better than NiO nanoparticles."
Interestingly, the overall surface area of the material is less
impactful than the effective surface area provided by high
crystallinity and active site density through specific faceting.
literature has extensively shown that the
incorporation of dopants into NiO has been found to improve
the intrinsic activity of the catalysts for the OER.*® For
instance, Xiao et al. incorporated La to alter the d-band states
of the catalyst to increase OER activity.”! Dopants have also
been employed to improve the long-term stability of nickel-
based catalysts. In earlier work, Strasser et al. reported that
Fe stabilizes the Ni*" to Ni*" redox transition during the in
situ formation of oxyhydroxide species due to the higher Fe
oxidation state stabilizing the Ni intermediate from
overoxidizing to Ni*".** Etxebarria et al. showed that the
incorporation of Fe decreased the oxyhydroxide layer
thickness under operating conditions while simultaneously
increasing OER activity.”® It must be noted, however, that Fe
will dope or alloy with the NiO when the KOH electrolyte is
not rigorously purified within a working setup resulting in
undesired phases.”*

Co systems have also been extensively explored as
potential OER catalysts with promising results being shown.
Paul et al. demonstrated that CoO nanoparticles with
tuneable morphologies result in different surface chemistries
with high surface area low index facetted CoO promoting
formation of CoOOH and interparticle porosity.>® Xu et al.
observed that while pure cobalt oxides can suffer from
limited conductivity under OER conditions due to higher
electrical resistance, mixing with Ni results in better
conductivity through the bulk. Wang et al. similarly
demonstrated that Co-Ni mixed systems promote the
oxyhydroxide intermediate formation when in operating
conditions while also providing increased stability.*>® Mn
has been shown to form a stable hydroxyl radical on the

Previous
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surface of Ni catalysts and thereby increasing the density of
accessible active sites for the OER.”” Collectively, these
studies highlight the importance of both surface engineering
and targeted incorporation of secondary metals as effective
strategies for optimizing the activity and durability of Ni-
based OER catalysts.

The supercritical preparation and drying offers several
advantages to a traditional wet chemical synthesis while
keeping the core benefits. This method has long been
employed to mitigate aggregation kinetics during solvent
removal resulting in a better preservation of the as-prepared
material's surface area and microstructure. In this process,
reactants are first combined in solution and subsequently
transferred to an autoclave. The system is then subjected to
high temperature and pressure conditions which are enough to
surpass the critical point of the solvent (for methanol, 262 °C
and 80 bar).”® Once above the critical stage, the solvent has
liquid-like densities but gas-like viscosities which enhances the
mass transfer characteristics of the solvent.>

As stated, the (111) facet of NiO is characterized by a high
density of surface oxygen atoms, offering an ideal platform to
promote the oxygen evolution reaction (OER). Employing
nanosheet morphology not only promotes the preferential
exposure of this catalytically active facet but also significantly
enhances the electrochemically active surface area due to its
architecture. In addition, the two-dimensional nature of
nanosheets is expected to limit dopant diffusion into the
bulk, given their reduced bulk-to-surface ratio compared to
other morphologies of similar size. And the supercritical
process will aid in the distribution of the reactants for a well-
dispersed catalyst. While Fe-Ni systems have been extensively
investigated, Co-NiO and Mn-NiO systems remain less
explored, particularly in the context of AEM electrolyzers.
Additionally, the systematic investigation of morphological
evolution in response to varying dopant concentrations
within facetted nanosheet structures is novel. Importantly,
unsupported doped and facetted NiO nanosheets tailored for
the OER in AEM systems are under-reported in literature. By
addressing these gaps, this study aims to expand the
understanding of nanoscale catalyst design and bring greater
attention to their potential in advancing next-generation
water-splitting  technologies.  Structural and  surface
characterization techniques such as transmission electron
microscopy (TEM), X-ray diffraction (XRD), and N,
physisorption were utilized to probe the success of secondary
metal incorporation while maintaining the morphology of
the material. Cyclic voltammetry (CV) is used to probe the
electrochemical performance improvement of the catalyst
over the pristine material.

Methods

Metal nitrate hydrates were obtained through Sigma Aldrich.
The synthesis for NiO nanosheets with hexagonal holes has
been previously reported.'® Briefly, the general synthesis
starts by dissolving 4.5 g of Ni(NOj), in 100 mL of absolute

© 2025 The Author(s). Published by the Royal Society of Chemistry
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methanol. The inclusion of additional metal nitrates
occurred during this dissolution of the Ni salt, mixing the
cations in solution. When introducing a second metal salt,
the absolute methanol was first treated with 75% ammonium
hydroxide (~0.75 mL) to create a basic solution. When the
metal nitrates were dissolved into the solution, the pH
stabilized to approximately 4. After fully dissolving, 0.5 g of
urea is added and fully dissolved in the solution. This is
followed by 3.3 g of benzyl alcohol added dropwise to the
solution with stirring. The solution is then stirred for 1 h,
after which it is inserted into an autoclave. The autoclave is
purged with Ar several times before being charged with 8
bars of argon. The autoclave is heated to 200 °C for 4 h then
raised to 265 °C for an additional 1.5 h, taking it above the
critical point of methanol. After this period, the autoclave is
vented and allowed to cool overnight. Once completed, a fine
green powder is collected and calcined at 400 °C for 4 hours
with a ramp rate of 2.5 °C min™".

Instrumentation

A Bruker D2 Phaser Benchtop powder X-ray diffraction
(PXRD) with a Cu radiation source at 300 W was used to take
the PXRD patterns in a range of 20-80 degrees. The Scherrer
equation was used to calculate crystallite sizes. Microscopy
images were taken using a FEI Talos F200X transmission
electron microscope (TEM) equipped with energy dispersive
X-ray spectroscopy (EDS). Samples were prepared by
sonication in ethanol before drop casting on a copper grid
with a carbon support mesh. High resolution imaging was
done at 200 kV and lattice spacing analysis was done by
measuring the distance between lattice fringes using the
high-resolution magnitude range (>300 kV). Image] was used
to calibrate according to the instrument given scale bar and
measure the distance across at minimum 10 fringes. This
measurement was done through multiple regions of the
sample image and several different samples to confirm the
exposed facet. Scanning transmission electron microscopy
(STEM) mode was used to provide STEM-EDS to generate an
elemental distribution map of samples. Brunauer-Emmett-
Teller (BET) surface area measurements were taken with the
Micromeritics ASAP 2020 Physisorption using N, desorption.
The samples were degassed at 200 °C for 4 hours under
nitrogen before the experiment was performed as previously
reported.”® Inductively coupled plasma optical emission
spectroscopy (ICP-OES) was performed by using a 75%
HNO3/25% HCI digestion in a CEM MARS 6 microwave
digestion system before being serial diluted to 2.4% acid
concentration.  X-ray absorption  spectroscopy  (XAS)
experiments were performed at the Ni K-edge using the KMC-
2 beamline at the BESSY II electron storage ring (300 mA,
top-up mode) operated by Helmholtz-Zentrum Berlin fiir
Materialien and Energie in Berlin, Germany. Detailed
information about the experimental setup is provided
elsewhere.’”*> OER experiments were performed at the
German Aerospace Center (DLR) located in Oldenburg,

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Germany. The electrochemical tests in a three-electrode setup
were performed using a PTFE cell filled with 100 mL of 0.1 M
KOH electrolyte (pH ~12.5) and commercial GC discs from
HTW (SIGRADUR® G, 5(+0.05) mm, polished and lapped)
were used as substrates. A graphite rod was used as a counter
electrode and a mercury/mercuric oxide electrode as the
reference electrode. All experiments were conducted in
ambient conditions. Prior to the coating, the RDE were
polished with 1 pm and 0.05 pm alumina powder
(MicroPolish, Buehler) slurry with subsequent ultrapure water
washing followed by removal of the alumina through
sonication of the RDE in isopropanol and DI water for 2
minutes, respectively. The polished RDE was dried under N,-
stream and the ink slurry was drop cast from a catalyst
suspension. The suspension consisted of 4 mg of metal
oxide, 1587 mg of DI water (1590 uL), 312 mg of isopropanol
(400 pL) and 8.6 mg of Nafion D-520 dispersion (9.04 uL, 5
wt%, Sigma-Aldrich). After homogenization, 9.82 uL of the
suspension was dropped onto the RDE and was dried in air.

Results and discussion

The doping level of the secondary metals for this study is
represented by the nomenclature “1% M NiO”, where M =
Co, Fe, Mn and the value represent the mole percent to the
whole. In this study, the inclusion of the secondary metals
will be referred to as doping rather than mixing. The metal
ratios were determined through ICP-OES and samples
measured were within 2% of the theoretical value for all
samples tested (Table S1t). The size of the nanosheets and
both the area and quantity of the holes are controlled
through the preparation conditions. Specifically, the size of
the nanosheets is affected by the urea concentration, with
higher concentrations of urea yielding smaller nanosheets.
Benzyl alcohol has several functions in the synthesis. It acts
as a structure directing agent, promoting the growth of the
(111) facet. It is also necessary to form hexagonal holes with
none forming in its absence. The annealing temperature of
Ni(OH), plays a critical role in determining both the
morphology and porosity of the resulting nanosheets. Higher
annealing temperatures lead to a reduction in overall sheet
size while simultaneously increasing both the diameter and
abundance of the hexagonal holes. These conditions have
been detailed in previous studies.'™"®

The supercritical process is important to preserve the
surface area of the nanosheets while promoting the mixing of
the metals in a high mobility environment. Due to the
properties of the solvent at the supercritical state, the
reaction occurs in an environment with much higher mass
diffusion allowing for faster diffusion of the reactants than
found in a traditional liquid environment.**** At the release
of the supercritical gas, the rapid mass transfer of methanol
from within the powder moves towards the surface and inert
gas (in this case Ar) flows in to replace it. This pseudo-
supercritical drying better maintains the synthesized
microstructure as there is minimal interaction of the solvent

RSC Appl. Interfaces, 2025, 2, 1407-1416 | 1409
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with the products during the drying step due to the density
of the gas having liquid-like behaviour but exerting no
capillary forces."" The majority of latent reactants still in the
solvent will also be removed from the system, removing the
need for the washing of the as-prepared product.

The crystallinity and phase purity of the catalysts were
analysed using PXRD (Fig. 1). The as-synthesized product is
crystalline with a strong peak around 12 26 which is
characteristic for o-Ni(OH), (Fig. S1f). The full phase
transformation from o-Ni(OH), to NiO occurs at annealing
temperatures above 273 °C.'" The reflexes at 37, 43, 64, 75,
and 79 260 corresponds to the (111), (002), (220), (311), and
(222) crystal planes and is characteristic of the Fm3m rock
salt space group.>® The introduction of dopants slightly
effects the lattice parameters of the rock salt. The inclusion
of Co slightly lowers the peak positions of the (111) reflex
indicating an expansion of the lattice. The introduction of
Mn and Fe results in a similar but less pronounced change
in the peak position meaning a smaller expansion of the
lattice (Table S2f). The lattice expansion of NiO from
dopant incorporation has been reported in previous
studies.**™*® This is attributed to the larger cationic radii of
the dopants: Fe** (0.77 A), Mn*" (0.80 A), and Co*" (0.72 A)
are all larger than that of Ni** (0.69 A).*° It should be noted
for all dopants that the presence of a higher oxidation state
would result in lattice contraction, not expansion. For
instance, Fe®* has a cationic radius of 0.63 A, and the

observed lattice expansion suggests that iron is
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a)
10% Fe ‘L k
ki Y S =]
|
3
e
2
£
|
[
PmtmeJ \ /\
30 40 50 60 70 80
26 (degrees)
Mn doped NiO(111)
<)
10% Mn A
Sl -
e
>
z
3
<
[
| |
||
riswne)| | .
30 40 50 60 70 80

26 (degrees)

View Article Online

RSC Applied Interfaces

predominantly incorporated in the +2 oxidation state. When
assessing crystalline homogeneity, Co has no impurity peaks
which can be attributed to the stability of Co®* and its
structural compatibility with NiO, as CoO also adopts a rock
salt crystal structure. However, the 10% Mn and 10% Fe
samples contain alternate peaks which correspond to Fe,O;
and Mn,0; respectively. Fe,O; is observed likely due to the
use of an Fe®" precursor which undergoes hydrolysis at a
much faster rate than Ni**, which is discussed below.*® Mn
also readily oxidizes to a 3" state, resulting in the formation
of Mn,0j; as well as the doped NiO.*"

The (111) facet of NiO is confirmed through high-
resolution transmission electron microscopy (HRTEM). The
calculated d-spacing for the (111) facet of NiO has been
previously reported as 2.41 A (Fig. 2g).*> All samples
measured d-spacings are consistent with this value within
error (Fig. 2h). As the concentration of dopant increases, the
d-spacing expands slightly with the largest deviation over the
pristine material of 3.8% seen in 10% Mn NiO(111). All
dopants result in an increase in the d-spacing of the material
relative to undoped NiO. This is consistent with the finding
from PXRD that lattices are expanding with the inclusion of
dopants. Furthermore, changes to crystallinity occur as the
concentration of dopants increase. Increasing dopant
concentrations lead to a progressive loss of crystallinity
relative to pristine NiO(111). This loss of crystallinity is
theorized to be from the increase in number of defects within
the material caused by dopant introduction as well as

Co doped NiO(111)

b)

10% Co { A

Intensity (a.u.)

PHSKH\QJ k J L /A\
30 40 50 60 70 80
26 (degrees)

d)

(200)
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J £
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Fig. 1 Powder X-ray diffraction (PXRD) patterns of a) Co, b) Fe, c) Mn doped NiO(111) catalysts. Secondary peaks are seen in the Mn and Fe
samples corresponding to separate oxides. d) Index of the planes for the NiO diffraction pattern.
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Fig. 2 Transmission electron microscopy (TEM) images of 5% a) Mn, b) Fe, and c) Co and 10% d) Mn, e) Fe, and f) Co NiO. g) High resolution TEM
image with an example lattice fringe measurement on pristine NiO(111). h) Candlestick plot with the average d-spacing for the various Ni samples

taken over minimum 8 locations.

differences in cationic radii introducing localized areas of
strain which disrupt the long-range order.*”*?
Upon inclusion of dopants, the NiO(111) sheets appear

to thicken. This phenomena has been reported
previously.”>** A change in crystallite sizes is also
observed, with crystals increasing in size with the

inclusion of a secondary metal and with higher loadings
resulting in greater increases (Table S31). SEM images
reveal that doping appears to increase the 2D surface area
resulting in larger nanosheets (Fig. S21). Interestingly,
changes in crystallite size do not result in a significant
change in surface area. Mn induces the greatest change,
with higher doping levels resulting in an increase in

surface area. Beyond dopant-influenced vacancies, the

differences in cation size introduce localized strain within
the crystal lattice, disrupting long-range order.*> The N,
linear isotherms exhibit nonporous character which is
consistent with the presence of holes not porosity (Fig. S37).
All TEM images show nanosheets with hexagonally shaped
holes present. The hole size within the nanosheets varies
depending on the specific dopant introduced. The as-
prepared o-Ni(OH), does not have any voids prior to
calcination (Fig. S4f). When cobalt is incorporated, the
holes are significantly larger (50-200 nm diameter)
compared to the other doped systems and closely resemble
those observed in pristine NiO. In contrast, Mn and Fe-
doped samples form much smaller holes, with the average
diameter closer to 50 nm.

50 nm

Fig. 3 STEM-EDS maps of a) 10% Co, b) 10% Mn, and c) 10% Fe NiO(111) showing the distribution of the dopants across the NiO sheets.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Elemental mapping confirms the dispersion of dopants
is uniform for all metals (Fig. 3). These were uniformly
incorporated into single phase NiO(111) at low doping levels
with an unaltered synthesis protocol. However, secondary
phases appeared at doping levels above 5% for Fe and Mn.
The solution pH was found to be a critical factor on the
final homogeneity of the material. This is due to the dual
influence of pH on hydrolysis and condensation. An acidic
system catalyses hydrolysis while subsequently repressing
condensation, and the opposite is true in an alkaline
enviroment.”® This results in denser gels in acidic
conditions and lighter gels in an alkaline processes.
Typically, the parent synthesis was performed in an acidic
environment because the precursor salts, nitrates, would
react with the water and form nitric acid while hydrolysis is
occurring.'® This is observed at the inclusion of the salts
with a drop in pH occurring soon after addition to the
aqueous solution resulting in a promotion of the hydrolysis
of Ni**. However, this enhanced hydrolysis facilitates the
independent formation of nickel and iron oxide phases,
rather than enabling the uniform incorporation of Fe into
the NiO lattice. Shah et al. reported the formation of mixed
Fe,0; and Fe;0, forming at low pH while forming single
phase Fe;0, in an alkaline environment.?” The formation of
multiple phases is hypothesized to be due to the differences
in the rates of hydrolysis of the various metal precursors.
Among the different metal cations, the hydrolysis rates vary:
Fe*": —12 kecal mol™, Ni**: -19.2 kcal mol™, Co*": =19.7 keal
mol ™", Mn*": -22.2 kcal mol™.*° Of the dopants, Fe*" shows
the greatest deviation in rate, which is likely a key factor
behind the formation of a secondary Fe,O; phase. The
higher oxidation state of the Fe results in a more rapid
formation of the M-OH bond over Ni** favouring phase
segregation. However, when the pH of the synthesis was
adjusted to approximately 5, the formation of the undesired
iron oxide phase was suppressed and a larger share of the
desire NiO phase was formed. An Fe*" precursor is used
because free NO;™ is more readily evacuated by supercritical
drying than CI™."®

The samples were examined by X-ray absorption
spectroscopy (XAS) experiments before and after (aEC)
electrochemistry treatment to determine the differences in
the oxidation state of the metal centres as the surface became
electrochemically active. It is known that the surface
reconstructs to an oxyhydroxide form when subjected to
electrochemical conditions which implies an oxidation of the
Ni metal during the catalytic process.”> The X-ray absorption
near edge structure (XANES) showed no new features with
doping but the positions of the edge (at 0.5 intensity) shifted
with doping (Fig. 4a) and electrochemical treatment (Fig. 4b)
relative to that of pristine NiO(111). The position of the
maximum (so called white line) moved to lower energy with
electrochemical treatment (Fig. 4b), except for Co-doping,
which might indicate a change in protonation due to
electrochemical treatment where it is shifted. The variations
of the edge position were further studied by the integral

1412 | RSC Appl. Interfaces, 2025, 2, 1407-1416

View Article Online

RSC Applied Interfaces

a) b)
i 3.0 f— & comon
1.5 e NIO(111) e §% M0 NIO(111)
8% CoNiO(111) 8% Fe NiO(111)
e 555 NIO[111) 2.5 f——wiogr11) aec
— e 884 Fe NIO(111) . e 55 Co NIO(111) 2EC /
S 5 ——ex MaNio(tnaec /)
s 1.0 s 2.0
& B1s
=z z
§ 05k - — g/ _ _ _ ___ ] § 1.0
/ 0.5
0.0 0.0
8330 8340 8350 8330 8340 8350
Energy (eV) Energy (eV)
c d
) 1 1 '0 ) e NiO_ROTH
e NFO( 111
16 —5% ::oN)i_o(ﬂﬂ
105 - =
3 e NiO(111) aEC
~'i 12 5% Co Nio(111) aEC|
5 100 ® e
o X 8
U 95 u
o
9.0 L4
0
B'io“:)‘n\mo\««“\ <© w‘“\\’%\‘\\\«\"‘%@“ & 0 2 4 6
> WOt w \) .
w° ‘3\0\;‘1&:@‘:}};\‘:}@&;"‘;\0\“ Reduced distance (A)
) L A

Fig. 4 (a) X-ray absorption near edge structure (XANES) spectra at Ni-
K edge for pristine NiO(111), Co, Fe and Mn-doped NiO(111) and
commercial references NiO_ROTH and LiNiO,. (b) XANES of doped
NiO(111) before and after electrochemical treatment (aEC). The spectra
were offset for clarity. (c) Integral edge positions relative to Eq = 8333
eV for doped and aEC samples. Olive green, orange and blue represent
pristine, aEC samples and references, respectively. (d) Fourier
transform (FT) of extended X-ray absorption fine structure (EXAFS)
spectra at the Ni-K edge for doped and aEC samples and commercial
NiO_ROTH.

method to discuss trends in oxidation.*® The edge position
relative to Ni metal (E-E,) of NiO(111) is between that of the
commercial NiO and LiNiO, samples suggesting an oxidation
state between 2" and 3". Doping reduced the edge position
slightly with the strongest effect seen for Co doping. The
inclusion of these secondary metals results in thicker
nanosheets but also likely increased amounts of defects,
specifically oxygen vacancies, which may explain the observed
differences in edge position and slight Ni reduction.
Electrochemical treatment resulted consistently in lower edge
positions shown in Fig. 4c and thus further Ni reduction. The
lowest edge positions were found for Mn and Fe doping
where they were slightly below the NiO reference, although
having a lower white line position and thus spectra change
as aforementioned. Thus, we refrain from giving explicit
values of the Ni oxidation state because we cannot rigorously
assign the edge shift uniquely to it. Additionally, the
extended X-ray absorption fine structure (EXAFS) (Fig. 4d)
was analysed where the position and amplitude of the peaks
in the Fourier transformed spectra did not vary with doping
or electrochemical treatment and conform to that of the
commercial NiO reference in agreement with PXRD analysis.
The analysis of the NiO(111)-aEC sample is important as it
will show how the material chemically changes during the
oxidation and reduction of the catalysts surface. For all
samples, after cycling on a rotating disk electrode (RDE) the

© 2025 The Author(s). Published by the Royal Society of Chemistry
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peaks shift towards a reduction in the metal. The reduction
was so much in fact that the peaks end up at lower energies
than the Ni*" reference material. During electrolysis, the
active surface for the OER for NiO is Ni(OOH). Meaning the
surface species of the catalyst oxidized under working
conditions. Note that XAS and PXRD are bulk methods that
are unlikely to resolve surface oxidation.

Electrochemistry

For the OER, studies have been conducted on thin film
spin coated NiO sheets. When performing cyclic
voltammetry in a basic media (1 M KOH), an oxidation
peak around 0.38 V and reduction peaks occur around
-0.34 V and -0.10 V correspond to the Ni*/Ni*" charge
transition (Fig. 5). During the forward scan, OH was
observed to be intercalating into the NiO film and removed
during the reverse scan. RDE experiments were conducted
using glassy carbon substrate (GC) electrodes with a 4 mm
diameter. Linear sweep voltammetry was used as a
screening method of OER catalytic activity for the doped
samples. Here, the most immediate activity observation is
the difference in the positive impact of 5% Co- and Fe-
doped samples versus the deleterious effects of Mn-doping
on the activity displayed. When comparing with the
pristine NiO, nanosheets, 5% Fe-NiO, shows the largest
improvement in activity both before and after activation
cycling followed by 5% Co-NiO, with less improvement. In
sharp contrast to the Fe and Co-doped samples however,
5% Mn-NiO, shows a sharp decrease in activity compared
to the pristine NiO, nanosheets before cycling that only
further worsens after the activation cycling step.

Using the common electrode activity benchmark of
comparing potential at 10 mA cm>2,*® the improved activity
of the 5% Fe and Co-doped samples can be seen in their
overpotentials of 457 mV and 502 mV after cycling
respectively. These are both substantial improvements over
the pristine NiO, overpotential of 541 mvV after cycling.
Similar activities are reported for comparable catalysts at the
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same benchmark (Table S41). In addition to 10 mA cm ™2, the
catalyst overpotentials are reported at 2 mA cm > and the
current densities are recorded at 1.55 V (Tables S5 and S67).
Pebley et al. observed a reduction in overpotential of around
15% with inclusion of any amount of Fe into deposited NiO
nanocatalysts but saw inconsistent activity trend with varying
concentrations of Fe.”® The understanding of these trends is
difficult because even the identification of the exact active
site in Ni-Fe systems is debated in literature. Chung et al.
found that MOH-Fe interaction is key to activity with Fe
becoming the more active species in the system due to a
lower activation energy needed to oxidize and accommodate
the M—(OOH) active surface.”® Alternatively, Li et al. put
forward that the Ni is the active site with Fe promoting the
formation of higher valent surface Ni, and Gorlin et al. posits
that the Fe stabilizes the low-valence Ni sites, resulting in a
suppression of the Ni oxidation to lower values.’>** When
exploring the other positive trend, improvements from Co
have been seen in other systems as well. Vazhayil et al
reported improvements of up to 300 mV over pristine NiO
when incorporating Co due to improvements to both the
mass activities of the material as well as reduction in the
reaction resistance of the catalyst which has been seen in
other studies as well.>**> Alternatively, Bhanja et al. found
that the inclusion of Co increases activity as the NiOOH has
worse reaction kinetics than CoOOH resulting in better
activity with exposed Co active sites on the surface.>®

On the opposite trend, 5% Mn-NiO, further shows its
negative effects on OER activity by not reaching 10 mA cm™
before the end of the cycling window, where the highest
current density it reaches is 6.7 mA cm™ at 1.945 V. Also, Mn
resulted in a decrease in electrode activity after activation
cycling with the maximum current density recorded 4.713
mA cm™ at 1.962 V. A reduction in activity due to Mn
incorporation into NiO has been previously seen
literature.”® A series of Ni and Co layered double hydroxides
were previously studied for the OER by Dionigi and Mn
performed the worst of the tested metals for Ni-LDHs. This
was found to be due to the reaction free energy at 1.23 eV for

in

NiOx HT Before Cycling
NiOx HT After Cycling

Overpotential
@ 10mA/cm?

Overpotential
@ 10mA/cm?

124 —— 5% Co-NiOx HT Before Cycling before cycling  after cycling
* (mV) (mV)
——— 5% Co-NiOx HT After Cycling
101 —— 5% Mn-NiO, HT Before Cycling
—— 59 _Ni i
. 5% Mn N.|OX HT After Cycllr?g NiO 553 541
NE 8- —— 5% Fe-NiOx HT Before Cycling
?‘E —— 5% Fe-NiOyx HT After Cycling
E 64 5% CoNiO 504 502
47 5%MnNiO 715 742
2 4
K 5% Fe NiO 472 457
0 -
1.2 1.4 1.6 1.8 2.0
Potential (V)

Fig. 5 Rotating disc electrode experiments of various NiO before and after electrochemical cycling. The overpotentials at 10 mA cm™2 are listed to

the right.
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the two-metal coordination of OH*. DFT calculations had
shown that these two-metal sites would be more favourable
than a single-metal coordination environment but resulted in
worse reaction kinetics when experimentally tested with Mn-
Ni.>” The conclusion was that Ni-Ni sites had higher activity
than Mn-Ni and doping Mn on the surface reduced the
density of these sites. The reduction in activity after cycling
the Mn sample is predicted to be due to oxidative leaching of
the Mn from the surface during cycling. Leaching of Mn from
the surface of NiO has previously been shown via the
oxidation of the Mn on the surface into MnO, which the
dissolves into solution which results in the loss of metal sites
on the surface.®

In comparison to other high performing catalysts,
crystalline RuO has previously reported to have an
overpotential of 480 mV while Ir/C reported as 440 mV at 10
mA cm > showing the 5% Fe sample is competitive with the
current benchmarks at the same current density.”® However,
previous NiFeO nanoparticles have reported overpotentials as
low as 300 mV.*° Finally, while pristine NiO, after cycling is
outperformed by both 5% Fe and Co, it is interesting to note
that it shows the largest oxidation peak at 1.4 V which is a
peak commonly attributed to the Ni**~>" oxidation.®* The
lack of this large oxidation peak in the 5% Fe and Co-doped
samples indicates that these additional transition metal
samples are suppressing this Ni oxidation step while still
positively contributing to the overall catalytic activity.

Conclusion

This study set out to explore the synthesis and
characterization of doped NiO(111) nanosheets as promising
OER catalysts in AEM electrolyzers by leveraging their high
surface oxygen density, interesting surface morphology, and
active dopant species dispersed by a unique supercritical
method. The alkaline enviroment of an AEM system enables
the use of a broader variety of alternative catalysts that can
compete with the top-performing PGM metals (Ir, Ru) in PEM
systems. Given the potential of viable cost-effective AEM
catalysts, understanding their capabilities by varying
morphologies, chemical surfaces, and metal compositions
are essential to advancing the fundumental understanding of
these systems. The pre-catalyst NiO(111) nanosheets were
prepared via a highly mobile and protective supercritical sol-
gel process. The inclusion of dopants did not result in large-
scale change of the morphology of the pristine material but
characteristic physical traits were slightly altered with their
introduction. As the dopant level increased, the crystallinity
of the NiO decreased as determined by XRD, and the
presence of a small amount of secondary phases appeared
within the bulk for Fe and Mn. The crystallite size was also
affected with the crystallite size increasing but surface area
having no clear trend. TEM was performed to visualize the
changes of the dopants to the morphology with all
nanosheets increasing in thickness with their addition.
Despite small impurities, the predominant phase observed
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was the (111) nanosheet as confirmed by HRTEM. The
expansion of the lattice was also corroborated by HRTEM
and showed a relatively novel technique in semi-
quantitiatively calculating lattice alteration. EDS mapping
showed good dispersion of the elements throughout the
system. XAS revealed that the NiO slightly oxidized with the
inclusion of the dopants. However, after cycling in an RDE
setup there was a noticable reduction in the sample to below
even the pristine NiO. Initial electrochemical screening
revealed that Fe incorporation resulted in the largest
reduction to the overpotential of the pristine catalyst and Co
inclusion producing less significant improvements. The Mn-
doped samples, on the other hand, greatly diminished the
activity of the catalyst and drastically increased the
overpotential. Overall, it was observed that the inclusion of
transition metal dopants has the potential to increase the
electrochemical activity of NiO(111) nanosheets with
hexagonal holes depending on the cation. This work
contributes to the broader understanding of nanoscale AEM
catalysts by investigating how the introduction of dopants
affects a novel NiO(111) nanosheets for the OER. NiO is a
potential cost-effective competative catalyst that can support
a viable large-scale deployment of electrolysis if succifient
activities can be reached. Both Co- and Mn-doped NiO
systems and unsupported NiO nanosheets are underexplored
in this research area and cataloging of the morphological
evolution will aid in the design for next-generation water-
splitting technologies.
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