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Versatile synthesis of sub-10 nm sized
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Metal-doped spinel M,Cosz_,O4 nanoparticles are promising catalysts for the electrochemical oxygen
evolution reaction (OER). We here report a robust and scalable route for the synthesis of metal-doped
spinel M,Cos_,O4 nanoparticles (M = AL, V, Cr, Mn, Fe, Ni; x = 0.05, 0.1, 0.2) by thermal decomposition
of cobalt(i) acetylacetonate and the respective metal acetylacetonate or nitrate. The resulting spherical
nanoparticles show uniform sizes between 8 and 10 nm and homogeneous dopant distribution as
shown by powder X-ray diffraction (PXRD), transmission electron microscopy (TEM), energy dispersive
X-ray spectroscopy (EDX), infrared spectroscopy (IR) and X-ray photoelectron spectroscopy (XPS). The

Received 30th January 2024, Fe-doped samples were further investigated by >’Fe-Mdssbauer spectroscopy. The effect of the metal

Accepted 5th March 2024 doping on the electrocatalytic OER activity of the nanoparticles was examined by linear sweep
voltammetry (LSV). The OER activity was found to either increase (V, Cr, Fe, Ni) or decrease (Al, Mn) with

increasing dopant concentration. An influence on the cobalt redox behavior during catalyst conditioning
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rsc.li/materials-advances via cyclic voltammetry (CV) was observed as a result of metal doping.
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Introduction

Green hydrogen is emerging as one of the most important
resources to accomplish the transformation of the chemical
industry to CO, neutrality. While it is already considered as one
of the most ideal non-fossil energy vectors due to its high
gravimetric energy density and lack of carbon content,' green
hydrogen will also play an important role as feedstock in
the chemical industry in the near future.* For instance, the
European Government (EU) forces the introduction of hydro-
gen in new sectors such as the steel industry and both rail and
maritime transport and plans to install a minimum of 40 GW
electrolyzers by 2030.>° Currently only 4% of the hydrogen
comes from water splitting, while 96% is gained from fossil
ressources,”’ which is responsible for a CO, emission of
roughly 830 Mt per year.®
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To increase the share of green hydrogen in the industry,
improved catalysts with enhanced activities in both hydrogen
evolution reaction (HER) and oxygen evolution reaction (OER)
in the water splitting reaction must be developed. Due to the
sluggish kinetics of the four-electron process in the OER, the
overpotential here is much higher than for the HER, shifting
the focus on increasing the activity in OER to get a more
efficient water splitting process. RuO, and IrO, are still bench-
mark OER catalysts, but both noble metal oxides are scarce,
pricey and their long-time stability is rather low as they are
easily oxidized and/or dissolved in alkaline media.”'® Therefore,
alternative, highly active OER catalysts have to be developed.

The development of catalytically active non-noble metal
oxides in recent years has shifted the focus in OER catalyst
research.” Among many metal oxides, spinel-type cobalt oxide
Co30, as well as its metal doped/substituted derivatives
M,Co;s_,0, are very promising OER catalysts. They often show
low overpotential™'"'* and long-term stabilities," i.e., Co;04
fibers were applied for 120 h at 10 mA cm™ ' in 1 M KOH,"
Niy gFe, ,C0,0, nanoparticles for 52 h at 20 mA emtin 1M
KOH' and Co;0, nanoparticles decorated on carbon cloth for
30 h at 10 mA cm ™' in 0.1 M KOH," respectively. In addition,
the strong effect of the nanoparticle size'®'® and surface
faceting'”?°* on the OER activity of anisotropically grown
Co3;0, nanoparticles has been demonstrated. For instance,
the strong effect of the size of Co;0, nanoparticles on their

© 2024 The Author(s). Published by the Royal Society of Chemistry
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OER activity was proven by using LSV ensemble measure-
ments,”” while more recent studies with sophisticated single
nanoparticle measurements revealed the role of specific surface
faceting on the intrinsic catalytic activity of single nano-
particles.'®>7*7

Apart from size and morphology effects, the catalytic activity
of Co;0, nanoparticles can further be modified by the incor-
poration of additional divalent and trivalent metal atoms
(metal substitution) as has been shown for several substitution
series.”®° We recently reported on the synthesis and OER
activity of binary Co,Fe;_,O; (0 < x < 1.75)*' and ternary
Co,Ni;_,Fe,0, (0 < x < 1)** and CoV,_,Fe, 0, (0 < x < 2)**
spinel-type nanoparticles, for which a distinct effect on the OER
activity was observed, depending both on the distinct metal and
the metal concentration. Theoretical studies suggest that
atomic doping produces lattice strain, which affects the elec-
tronic structure of the material surface,** thereby increasing
the electrochemical performance of M,Co;_,O, nanoparticles
in OER catalysis. In addition, metal doping leads to an optimi-
zation of the binding energy of intermediates adsorption dur-
ing the OER, especially of *O, *OH and *OOH, respectively.>>™*°

Unfortunately, despite the large number of studies that have
focused on the effect of specific catalyst compositions on their
OER activity, a general understanding on how the composition
of the catalysts influences their activity, is still missing. This
stems most likely from the fact that the change of the nano-
particles’ composition is often accompanied by a change of the
particle size, crystallinity and phase purity.*" Therefore, there is
a strong demand for the development of a robust synthetic
procedure that allows for the general and scalable synthesis of
metal-doped nanoparticles without changing their size and/or
morphology. A second problem of studying the effect of metal
doping is the limited comparability of results obtained by
different working groups. Many efforts were made to summar-
ize and compare the influence of metal doping on the OER
activity of metal oxides,>®**'**> however, different synthetic
approaches, different particles sizes and differences in the
electrochemical characterization procedure (e.g. substrate,
catalyst loading, electrolyte concentration) largely influence
the catalytic activity results, which makes it almost impossible
to identify clear trends with respect to the influence of the
specific dopant on the OER activity.

We herein report a general synthetic procedure that addresses
these scientific challenges and offers a robust and scalable route
for the synthesis of sub-10 nm sized spherical M,Co;_,O, nano-
particles doped by a wide variety of divalent (M = Mn, Ni) and
trivalent redox-active (M = V, Cr, Fe) as well as redox-inactive
metals (M = Al). The degree of doping level is flexibly varied up to
x = 0.2 and, most importantly, the dopant is homogeneously
incorporated into the spinel lattice. Moreover, the structural effect
of metal doping on the spinel crystal structure is only minimal
since both the size and morphology of the doped nanoparticles are
highly comparable. Thus, any change in the catalytic activity can
be directly attributed to the presence of dopant in the particles,
while the influence of size, morphology or synthetic procedure can
be neglected.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Results and discussion
Synthetic procedures

Metal-doped cobalt spinel nanoparticles S:M005c, S:M01c and
S:M02c were synthesized with three doping levels (M,05C05.950a,
M, 1C0,.40, and M, ,Co, 30, (M = Al, V, Cr, Mn, Fe, Ni) as shown in
Scheme 1b by modifying the previously reported synthesis of
spherical Co;O, nanoparticles.”” Moreover, pure pristine-type
Co;0, nanoparticles (S:0c) without any additional metal dopants
were synthesized as reference material. Thermal decomposition of
cobalt(u) acetylacetonate and stoichiometric amounts of the respec-
tive metal acetylacetonate or nitrate in oleyl amine (OLAM,
Scheme 1a) yielded the corresponding rock-salt M,Co;_,O nano-
particles (S:0, S:M005, S:M01, S:M02) according to PXRD studies, as
is exemplarily shown for the samples S:0, S:Al005, S:Al01 and S:A102
(Fig. S1, ESIt). Calcination of the nanoparticles at 300 °C gave the
desired metal-doped M,Co;_,0, spinel nanoparticles.

Material characterization

The phase transformation of the rock-salt precursor nano-
particles to spinel nanoparticles was confirmed by XPS (Fig. S3
(ESIY), exemplarily shown for S:0 and S:0c) and FT-IR spectro-
scopy (Fig. S4 and S5 (ESIf), exemplarily shown for S:Oc,
S:Al005¢, S:Al01c and S:Al02c and their precursors S:0, S:Al005,
S:Al01 and S:Al02). The XPS survey scans (Fig. S3, ESIT) show a
very low carbon contamination, while the insets containing the Co
2p high resolution scans clearly show the transition from CoO to
the spinel Co;O, upon calcination.'” The FT-IR spectra of the
precursor nanoparticles show comparable absorption bands due
to residual surface contaminations, i.e., oleylamine, acetylaceto-
nate and their respective decomposition products (Fig. S4, ESIt),
which almost disappeared after calcination at 300 °C in air. All
calcinated samples show two characteristic absorption bands at
about 660 cm * and 565 cm ™', which can be assigned to the
Co0®"-0 stretching vibration mode of the tetrahedral site and the
0-Co*-0 vibration at the octahedral site of Co;0,, respectively.*?
All absorption bands with wavenumbers larger than 700 cm™",
which could be assigned to organic residues on the particle
surface, are no longer present after calcination (Fig. S5, ESIT),
indicating a thermal decomposition of organic residues during
calcination.

Transmission electron microscopy (TEM) measurements
of the resulting nanoparticles (Fig. 1a—c for S:0c, S:Al01c and

a)

3-x Co(acac), OLAM _ Nanoparticle  air M,Co;.,0,
+X M(acac)y/M(Noa)y 250 °C Precursor 300°c Nanoparticles
b) x=0 S:0 S:0c
x = 0.05 S:M005 S:M005¢c
x = 0.1 S:MO1 S:M01c
x=0.2 S:M02 S:M02c
uncalcinated calcinated

Scheme 1 (a) Synthesis of metal-doped spinel nanoparticles by thermal
decomposition of Co(acac), and the respective metal salt and subsequent
calcination of the as prepared rock-salt metal-doped nanoparticles. (b)
Naming scheme of the metal-doped nanoparticles before and after
calcination (M = AL, V, Cr, Mn, Fe, Ni).
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Fig.1 TEM images of (a) pristine Coz04 (S:0c), (b) Alg1C0,.904 (S:Al01c)
and (c) Vo 1C0,904 (S:V01c) nanoparticles and nanoparticle sizes and size
distributions of (d) S:0c, (e) S:Al01c and (f) S:VO1lc. (g) Comparison of the
experimentally determined sizes with their standard deviations. Additional
TEM images and size distributions are given in the ESIT (Fig. S6-S12).

S:V01c, Fig. S6-S12 (ESIY) for all other metal-doped nano-
particles) show the spherical shape and confirmed their sub-
10 nm size. Statistical evaluation of the particle size shows a
narrow size distribution (Fig. 1d-f and Fig. S6-S12, ESIT). The
average particle size and its standard deviation of all synthesized
samples are shown in Fig. 1g, proving that the applied method
allows for the synthesis of M,Co;_,O, nanoparticles with uni-
formly distributed metal dopants (x = 0.05, 0.1, 0.2). The resulting
metal-doped nanoparticles are structurally highly comparable
with respect to their phase purity, size and morphology.

The composition of the samples was confirmed by energy-
dispersive X-ray spectroscopy (EDX). SEM-EDX bulk measure-
ments (Table S3, ESIt) proved that the resulting dopant concen-
trations are in good agreement with the theoretical values. To
confirm the homogeneous dopant distribution in the nano-
particles, TEM-EDX mappings were recorded for single nano-
particles with the highest dopant content (S:M02c). The results
show that the metal dopant is equally distributed within the
single nanoparticles, proving a homogeneous incorporation into
the spinel lattice (Fig. 2 for S:Al02c (a) and S:V02c (b); Fig. S13-518
(ESIt) for all S:M02c samples). We assume that the dopants are
also homogeneously distributed within the samples with lower
dopant content (S:M005¢, S:M01c).

In addition, Mdssbauer spectra were recorded on the Fe-
containing samples (S:Fe02c, S:FeOlc and S:Fe005c) in order
to precisely discern the Fe-valence states. The results revealed a
high-spin Fe** state, with no relevant contribution from Fe*" or
any other Fe-containing phases (Fig. S19, ESIt).

To confirm the crystalline structure of the nanoparticles,
powder X-ray diffraction (PXRD) studies were conducted. The
diffractograms for the S:M02c nanoparticles and the reference
S:0c spinel-type nanoparticles (PDF 01-076-1802) are shown in
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a) S:Al02¢

b) S:V02¢

Fig. 2 TEM-EDX mapping of (a) S:Al02c and (b) S:VO2c. TEM-EDX map-
pings of other samples S:M02c are given in the ESI (Fig. S13-518).
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Fig. 3 PXRD patterns of pristine CozO4 nanoparticles (S:0c) and metal-
doped M,Cos_,O4 nanoparticles (S:M02c). Reference for CozO4, PDF 01-
076-1802. PXRD patterns of all samples are given in the ESIt (Fig. S2).

Fig. 3, while the diffractograms of all other samples are given in
the ESIT (Fig. S2). All metal-doped M,Cos;_,O, nanoparticles
show the typical diffraction peaks typical of the face-centered
Co30, spinel-type structure. The comparable peak broadening
indicates similar crystallite sizes in the sub-10 nm range.
No characteristic diffraction peaks for any crystalline secondary
phases were observed. The incorporation of transition metal
atoms into the Co-spinel-type structure typically changes the
lattice parameters, leading to an angle-dependent shift of the
diffraction peaks in the powder diffractograms. However, no
obvious shift was observed in these samples, most likely due to
the low doping concentration, showing that the doping does
not significantly influence the overall crystal structure of the
nanoparticles. As a result, the influence of the crystal structure
on the catalytic activity of the metal-doped M,Co;_,O, nano-
particles can be neglected.

Evaluation of the OER activity

OER measurements were conducted using a glassy carbon
rotating disc electrode (RDE) as the working electrode in a

© 2024 The Author(s). Published by the Royal Society of Chemistry
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standard three electrode setup with a Pt-sheet counter electrode
and an Ag/AgCl reference electrode in 1 M KOH at room
temperature. The RDE was prepared by dropcasting as-
prepared Nafion®™ embedded nanoparticle ink with a catalyst
loading of 100 pg cm ™~ based on the geometrical surface area of
0.196 cm’. Current densities were calculated on the same
surface area. The electrodes were initially conditioned by run-
ning cyclic voltammetry (CV) scans with a scan rate of
100 mV s~ ' in a range between 1 and 2 V vs. RHE until the
CV showed no more change and gave reproducible CVs. Sub-
sequently, the OER activity was determined by conducting a
linear sweep voltammetry (LSV) measurement (5 mV s~ '; 1 to
2 Vvs. RHE). The benchmark parameter to evaluate the catalytic
OER activity is the overpotential #,, that is required to deliver a
geometrical current density of 10 mA cm™>.*' LSV curves, Tafel
plots and electrochemical impedance spectroscopy (EIS) of
pristine Co;0, as well as the Al- and V-doped sample series
are depicted in Fig. 4a-c. A summary of the overpotential 7,
and the Tafel slope of all samples are shown in Fig. 4d and e,
respectively, while LSV curves, Tafel plots and EIS data of all
samples are presented in Fig. S20 (ESIT).

The Co;0, nanoparticles show an OER overpotential of
471 mV, which is in good agreement with previous findings
for 11 nm sized pristine-type Co3O, nanoparticles prepared in
oleylamine.'” The metal-doped M,Co;_,O, nanoparticles show
a clear influence of even small amounts of the distinct metal
dopant on their resulting OER activity (Fig. 4d). While a

a) 20 c) 1400
1200
= 1000
E Gao{ - w
£ & 600
E .
- 400 .
200§ % " 5 i
° Al b
1.55 1.60 1.65 1.70 175 0 200 400 600 800 1000 1200 1400
Evs. RHE [V] logj z'[a]
520
o 5107
€ 500
= 4 ]
I
£ 480
%470-—}——————————‘———'—,,————,‘_—
8 460 ! [
g i <
g as0]
O a0 | ]
430
T T T T T T T T T T T T T T T T T T T
FFIFFFIFFIFHFSFITHFSFFPSHFS
o & & &S & FETES S FSS
) & & F S F G .,-9‘@ S &£ & & & &
e
—_ 65
o
g 604 T |
E 55
o L g e e I P PR L R N EE D I
g 50 - n
5 s N
£
°©
a0 T T T T T T T T T T T T T T T T T T T

e PP
Fig. 4 Electrochemical characterization of pristine-type CozO4 and the
Al- and V-doped sample series S:Al005c—-S:Al02c and S:V0O05c-S:V02c.
(a) Linear Sweep Voltammogram in 1 M KOH electrolyte with a scan rate of
5mV s, (b) Tafel plots, and (c) electrochemical impedance spectroscopy
(EIS) Nyquist plots at an overpotential of n = 550 mV. Comparison of
overpotentials 750 (d) and Tafel slopes (e) for different metal-doped
M,Cos_xO4 to pristine CozO4 nanoparticles (S:0c). LSV curves, Tafel plots
and EIS data of all samples are summarized in Fig. S20 (ESI).
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decrease in activity is observed for Al- and Mn-doped samples,
a steadily increasing OER activity with increasing dopant
concentration is observed for the V-, Cr-, Fe- and Ni-doped
nanoparticles, reaching minimum overpotentials #;, = 441 mV
(S:v02c), 438 mV (S:Cr02c), 445 mV (S:Fe02c), and 461 mV
(S:Ni02c), respectively, for the highest studied dopant
concentration.

The increase in OER activity has previously been reported for
the incorporation of v,**™*® Cr,"” Fe,*"*® and Ni**! into the
crystal lattice of Co;O, nanoparticles. Wei et al.** attributed
the increased catalytic activity of V-substituted V,Co;_,O, to the
creation of surface defects that would lead to an increased
electronic conductivity and an increase in the number of active
sites. This was supported by DFT calculations, showing a low-
ering of the barrier of the rate determining step after V-
doping.** Although their results may be influenced by the
substantial decrease of the particle size and change in crystal-
linity caused by V substitution of 20 at%, our findings generally
agree with their results, showing that even small amounts of V-
doping can lead to an increase in OER activity.

The observed increase in the OER activity of the Cr-doped
series (S:Cr005c, S:Cr0lc and S:Cr02c) is also in line with
previous findings, which showed that the substitution of Co
atoms by Cr atoms in the Coz0, spinel-type structures leads to
an increase in the OER activity, reaching an optimum for
Crg.75C0,.5504."” The change in activity was attributed to both
a change of the reaction intermediate energetics, caused by
tensile strain due to the incorporation of larger Cr atoms into
the Coz0, lattice structure and to a change in the electronic
structure, since Co becomes more electrophilic due to the
incorporation of electron withdrawing Cr, thus facilitating the
nucleophilic addition of water.*”

The findings observed for the Fe-doped samples agree with
results from our previous studies®’ and with results from
Budiyanto et al., which demonstrated the beneficial effect of
Fe-doping even for very small doping levels.*® The incorpora-
tion of Fe caused a distortion of the octahedral sites, leading to
a change in electronic structure and an increased fraction of Co
in tetrahedral sites,*® which was shown to be beneficial for the
formation of p-OOH moieties.”> Apparently, the optimum Fe
content was found to depend on the nature of the nano-
particles, since for these particles the optimum is found for
samples with a Co:Fe ratio lower than 7:1,*® while we pre-
viously reported a maximum in activity for Fe, ;5C0, 50, con-
taining a Co:Fe ratio of 3:1.%" The herein reported Fe-doped
nanoparticles contain Co:Fe ratios of 59:1 (S:Fe005c), 29:1
(S:Fe01c), and 14:1 (S:Fe02c), respectively, and show a steady
decrease of the overpotential with increasing Fe content.

In remarkable contrast to the findings observed for the V,
Cr, Fe and Ni doped nanoparticles, the incorporation of Al and
Mn leads to a steady decrease in OER activity with increasing
doping level, reaching a maximum of #,, = 502 mV and 490 mV
for S:Al02c and S:MnO2c, respectively. With respect to the
incorporation of Mn, opposing trends have been reported in
the literature. Rios et al. showed a decrease in catalytic activity
with increasing Mn content,”® and Hirai et al. attributed the

Mater. Adv., 2024, 5, 3482-3489 | 3485
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increase in OER activity for high y-values of Mn;_,Co,0, (0 <
Yy < 1) to a decrease of the Jahn-Teller-distortion, induced by
the introduction of Jahn-Teller-active Mn®" cations into the
Co;0, spinel structure.>® On the other hand, Lankauf et al.
observed an increased OER activity for Mn,Co;_,0O, with 0 <
x < 1, which was explained by an increased number of active
sites and a reduced charge-transfer resistance.>® The Mn-doped
sample series prepared in this study, which is highly compar-
able with respect to their size, morphology and dopant dis-
tribution characteristics, clearly showed a decrease in OER
activity and an increase in charge-transfer resistance with
increasing Mn-content (Fig. S20, ESIT).

In order to study the nature of the active sites of Co"Co,"0,
spinels, we also replaced the redox active Co®" cations by redox
inactive AI>* cations. The steady decrease in OER activity within
this sample series (S:Al005¢, S:Al01c, S:Al02c) with increasing
AI’" concentration suggests a direct involvement of Co®" in the
catalytic reaction. Wang et al. reported the deactivation of
Co;0, upon substitution with redox inactive Zn>* and AI**
cations.’® Since Zn-substitution resulted in a stronger decrease
in OER activity, they suggest a domination of Co** over Co®" in
OER. Recent calculations by Liu et al.’” suggest that Co>*(0y) is
the best geometrical configuration for OER, followed by
Co*"(0y) and Co*'(Ty). Furthermore, the interplay between
Co**(0y) and Co**(T4) could promote OER activity in Co;30,,””
being a possible explanation for both our observations as well
as the deactivation observed by Wang et al.>®

The Tafel slopes (iR-corrected) for all nanoparticles are very
similar in a range between 46 mV dec™' and 54 mV dec™"
(Fig. 4e). Only the Al-doped nanoparticles show a slightly
increased Tafel slope of around 60 mV dec " and S:Mn005c a
slightly reduced Tafel slope of 43 mV dec '. The Tafel slope
provides information on the reaction kinetics, especially the
rate-determining step of the catalytic cycle. Based on the
Butler-Volmer equation, calculations show that different rate-
determining steps in the multi-electron transfer reaction would
lead to different distinct Tafel slopes.>® If the first electron
transfer step is rate-determining step, a Tafel slope would be
120 mV dec™ " In case that a chemical reaction following the
first electron transfer is the rate-determining, a Tafel slope
would drop to 60 mV dec '.>® Generally, the lower the Tafel
slope, the later the rate-determining in the multi-electron
transfer reaction (30 mV dec™ " for the third electron transfer).
Also, a catalyst with a low Tafel slope usually indicates a desired
electrocatalyst.”® Based on these fundamentals, all samples
show a Tafel slope that mostly indicates a chemical reaction
following the first electron transfer dominating the reaction
kinetics.

The EIS Nyquist plots of the doped nanoparticles show
similar semicircles. The radius of these semicircles reflects
the charge transfer resistance. Samples with high OER activity
show smaller semicircles and thus smaller charge-transfer
resistance (Fig. 4c and Fig. S20, ESIt). While V, Cr, Fe and Ni-
doping led to decreased charge-transfer resistances, the doping
with Al and Mn resulted in higher resistances. These coupled
trends indicate a relationship between the charge-transfer
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resistance of the sample and its OER activity. Only for the
Mn-doped samples the charge transfer resistance does not
completely follow the trend of OER activity. According to these
findings, the change in activity is not necessarily dominated by
the conductivity of the Mn-doped samples but could also have
other origins.

Since the surface redox chemistry and surface transforma-
tions of the pre-catalyst play a significant role in the operational
activity, the effect of doping on the oxidation pre-peak at about
1.5 V during the catalyst conditioning step was further investi-
gated. A closer inspection of the consecutive conditioning
cycles revealed differences of the oxidation pre-peak evolution
among different catalysts (Fig. 5).

The analyzed peak is typically attributed to a Co*"/Co*"
transition®>™* or to a Co*'/Co®*’ transition, as reported the
group of Roldan Cuenya, thus suggesting a change of the
chemical state and electronic structure of surface-near oxygen
atorns.18,62,63

A close inspection of the evolution of the oxidation feature
during conditioning resulted in the identification of distinct
trends. In the case of the undoped sample S:0c (Fig. 5a), no
discernible change in peak position and intensity was observed.
Conversely, for the V-doped Coz;0, sample, the oxidation fea-
ture intensity increases with consecutive CV cycling (Fig. 5b).
To semi-quantify this effect, the oxidation peak charge density
was calculated for the different doped catalysts S:M02c over
cycling (Fig. 5¢). For undoped S:0c, only a marginal change of
the peak charge density was observed, whereas for the doped
samples, a change was monitored upon doping, depending on

a) 1 s:0c b)
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Fig. 5 Oxidation pre-peak charge density evolution observed during
electrode conditioning via cyclic voltammetry (CV) with a scan rate of
100 mV s~*. Depiction of CV-cycles 2, 5, 10, 15 and 20 for samples S:0c (a)
and S:V02c (b). Comparative analysis of changes in integrated peak charge
density over the conditioning cycles for samples S:M02c (c) and S:V0O5c,
S:V01c and S:VO2c (d) in comparison to S:0c. The change in peak charge
density is calculated by subtracting the peak charge density of cycle 2 from
cycles 5, 10, 15, and 20.
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the dopant nature. For example, the V-doping of Co;0, induces
a noticeable increase in peak charge density during condition-
ing. This effect scales up with increasing doping grade (Fig. 5d).

As a general trend, catalysts with an increasing OER activity
with increasing dopant level (S:V02c, S:Cr02c, S:Fe02c, S:Ni02c;
Fig. 5¢) show a more substantial increase in peak charge
density with cycling compared to undoped Co;0,. Conversely,
catalysts with reduced OER activity show either a negligible
change (S:Al02c) or a reduction in peak charge density during
conditioning (A:Mn02c).

These observations suggest an effect of doping on the sur-
face transformation of the pre-catalyst into the OER active
surface (mostly CoO(OH)).** Thus the promoted OER activity
can be attributed to a few reasons: Dopants such as V facilitate
the Co®"'** redox process, a synergistic effect between Co and
specific dopants during OER, stabilized active Co species or
other electronic effects. Further dedicated spectroscopic mea-
surements are planned to investigate this surface transforma-
tion effect in more detail.

Experimental

Materials

Al(m) acetylacetonate [Al(acac)s;; 99%)], Co(u) acetylacetonate
[Co(acac),; 97%], iron(m) acetylacetonate [Fe(acac)s;; 97%],
Mg(u) acetylacetonate dihydrate [Mg"(acac),-2H,0; 98%)] and
Oleylamine [OLAM; >98%] were purchased from Sigma-
Aldrich, while Cr(m) nitrate nonahydrate [Cr(NO3);-9H,O0;
99%] and Ni(u) acetylacetonate [Ni(acac),; 95%] were purchased
from abcr.

General synthesis for M,Co;_,0, nanoparticles

Metal-doped spinel-type M,Co;_,O, nanoparticles were synthe-
sized by a variation of a previously reported method.'” The
respective salt mixture (see Table S2, ESIT) and 6 g of oleyla-
mine (22.4 mmol, 3 eq.) were stirred in an open reaction vessel
at 120 °C for 15 min to achieve a homogenous solution and to
remove any volatile contaminations. The mixture was then
heated in the closed reaction vessel to 250 °C over the course
of 45 min, stirred at 250 °C for 1 h and then cooled to room
temperature. The resulting rock-salt precursor nanoparticles
were precipitated from the reaction mixture by the addition of
EtOH. The nanoparticles were isolated by centrifugation (3000
rpm, 10 Min) and purified by redispersion in DCM and pre-
cipitation with EtOH (two times), followed by washing steps
with acetone and subsequent drying at ambient temperature.
The precursor particles were then heated to 300 °C with a
heating rate of 4.5 °C min ™", and the temperature of 300 °C was
maintained for 15 min, resulting in a quantitative conversion
into the corresponding spinel-type nanoparticles.

Material characterizations

Structural characterization. Powder X-ray diffraction (PXRD)
patterns were recorded on a Bruker D8 Advance powder dif-
fractometer in Bregg-Bretano geometry at room temperature
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with Cu K, radiation (1 of 1.5418 A, 40 kv, and 40 mA). The
powder samples were examined in the range between 5 and 90°
(26) with a step size of 0.01° (26).

TEM/EDX characterization. Transmission electron micro-
scope (TEM) measurements were conducted using a JEOL
2200FS TEM. The mean particle size was determined by mea-
suring the diameter of a minimum of 100 nanoparticles. The
chemical composition of the nanoparticles was checked by
energy dispersive X-ray spectroscopy (EDX) using a JEOL
JSM6510 scanning electron microscope (SEM) equipped with
an energy-dispersive X-ray detector (Bruker Quantax 400). The
data was quantified by the software Esprit 1.9 (Bruker).

Electrochemical characterization. The electrochemical char-
acterization was performed using a three-electrode setup con-
sisting of a Pt-sheet counter electrode, a Ag/AgCl (3 M KCl)
reference electrode and glassy carbon rotating disk electrode
(RDE) with a surface area of 0.196 cm” as the working electrode.
OER measurements were conducted in 1 M KOH at room
temperature using an Autolab PGSTAT204 potentiostat/galva-
nostat coupled to a Metrohm RDE rotator. For the preparation
of the catalyst dispersion, an ink was prepared by mixing 5 mg
catalyst with 10 pl Nafion® (5 wt%), 445 pl H,O and 445 pl
ethanol and subsequent dispersion by ultrasonication for
15 min. To prepare the working electrode, the ink was then
dropcasted on the glassy carbon RDE with a mass loading of
100 pug cm~? by using the geometrical surface area and was
dried at ambient temperature.

The recorded potentials were converted to the reversible
hydrogen electrode (RHE) using the following equation:

Erug = EAg/AgCl + 0.207 V+0.826 V (1)

for pH = 14 at 25 °C.

Before LSV measurements, the working electrode was con-
ditioned by running cyclic voltammetry (CV) with a scan rate of
100 mV s~ in a potential range between 1 and 2 V vs. RHE until
the CV showed no obvious change and gave reproducible
voltammograms. Subsequently, the OER activity was deter-
mined by conducting a linear sweep voltammetry (LSV)
measurement (5 mV s '; 1 to 2 V vs. RHE). To evaluate the
OER activity, the overpotential 74, that is required to deliver a
geometrical current density of 10 mA em ™ > was calculated.**

Peak charge densities of the oxidation pre-peak were calcu-
lated by integration of the peak in the respective CV cycle. The
change in peak charge density was determined by subtracting
the value observed in the second cycle (Qcy-)from that of the
given cycle (Qcv.) as follows.

AQ = Qcvx — Qcv- (2)

Electrochemical impedance spectroscopy (EIS) was performed
after LSV measurements in a frequency range between 100 kHz
and 0.01 Hz at an overpotential of 550 mV.

IR spectroscopy. IR spectra were recorded using an Alpha
FT-IR spectrometer (Bruker) equipped with an ATR unit in the
range between 4000 and 370 cm™ . The spectrometer is placed
in a glovebox to ensure oxygen- and water-free conditions.
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Madossbauer spectroscopy. Mossbauer spectra were recorded
in transmission geometry on ca. 30 mg of sample powder per cm?,
using a *’Co radiation source, mounted on a constant-acceleration
Mossbauer driving unit. Temperatures of 80 K were achieved with a
liquid nitrogen bath cryostat (Thor Cryogenics), while measure-
ments at 5 K were performed with a SHI-850-5 closed-cycle cryostat
(Lake Shore Cryotronics). The recorded spectra were fitted with the
“Pj{” program package.®®

X-ray photoelectron spectroscopy. X-ray photoelectron spec-
tra (XPS) were recorded using a ULVAC-Phi Versaprobe II TM
spectrometer with a beam diameter of 100 um and a spectral
resolution of 0.5 eV.

Conclusions

We report a facile and robust synthetic method for metal-doped
spinel-type M,Co;_,O, nanoparticles that addresses a central
scientific challenge in the synthesis of OER catalysts: the lack of
catalyst comparability due to significant influences of particle
size, shape, and composition on catalytic activity. The method
allows the incorporation of a broad variety of divalent and
trivalent metals (M = Al, V, Cr, Mn, Fe, Ni) with high flexibility
on the doping grade (x = 0.05, 0.1, 0.2) as is demonstrated with
the synthesis of spherical sub-10 nm sized M,Co;_,O, nano-
particles, ensuring that any alteration in catalytic activity can
be directly attributed to the presence of the dopant in the
particles.

Evaluation of the electrocatalytic activity showed that the
OER activity can be heavily altered even for small doping
amounts. Al- and Mn-doping led to a steady decrease in OER
activity with increasing dopant concentration. The opposite
trend was observed for the V, Cr, Fe and Ni doping series,
which showed a steadily increase in OER activity with increas-
ing doping grade. A minimum in the overpotential was
observed for the Cr-doped sample (S:Cr02c) with an overpoten-
tial as low as 438 mV.

Investigation of catalyst conditioning process through multi-
ple CV cycles shows an influence of metal doping on the Co
redox behavior and thus the surface transformation under
catalytic conditions, consequently impacting the activity of
the catalyst.
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