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ABSTRACT: Discovery of new high-entropy electrocatalysts requires testing of
hundreds to thousands of possible compositions, which can be addressed most
efficiently by high-throughput experimentation on thin-film material libraries. Since the
conditions for high-throughput measurements (“screening”) differ from more
standardized methods, it is frequently a concern whether the findings from screening
can be transferred to the commonly used particulate catalysts. We demonstrate the
successful transfer of results from thin-film material libraries to particles of Cantor alloy
oxide (Co-Cr-Fe-Mn-Ni)3O4. The chemical compositions of the libraries, all single-
phase spinels, cover a wide compositional range of (Cr8.1−28.0Mn11.6−28.4-
Fe10.6−39.0Co11.4−36.7Ni13.5−31.4)37.7±0.6O62.3±0.6, with composition-dependent lattice con-
stant values ranging from 0.826 to 0.851 nm. Electrochemical screening of the libraries
fo r the oxygen evo lu t ion reac t ion (OER) ident ifies (Cr2 4 . 6 ± 1 . 4 -
Mn15.7±2.0Fe16.9±1.8Co26.1±1.9Ni16.6±1.7)37.8±0.8O62.2±1.2 as the most active composition,
exhibiting an overpotential of 0.36 V at a current density of 1 mA cm−2. This “hit” in the library was subsequently synthesized in the
form of particles with the same composition and crystal structure using an aerosol-based synthesis strategy. The similar OER activity
of the most active thin-film composition and the derived catalyst particles validates the proposed approach of accelerated discovery
of novel catalysts by screening of thin-film libraries.

■ INTRODUCTION
The search for new catalysts is of great interest as they are
essential for new energy-efficient, cost-effective, and, most
importantly, climate-neutral industrial processes. In this regard,
great efforts are being made to replace the widely used
precious metal catalysts with more abundant and cheaper
materials.1,2 One of the most relevant reactions for which
noble metal catalysts are commonly used is the oxygen
evolution reaction (OER).3 Owing to its sluggish four-electron
process, it is considered as the crucial limiting half-reaction of
water splitting technologies, and thus, developing high-
performance OER electrocatalysts is vital to improving the
overall efficiency of this process.4 Electrocatalysts based on
transition metals and oxides are extensively studied as possible
alternatives to precious metal catalysts, since these elements
are widely available, inexpensive, and highly active.5−9 Out of
this group, OER catalysts in the form of spinel-type oxides
have attracted significant attention as it is possible to tailor
their properties by changing the metal cations and their
ratios.10−15

Recently a new class of materials for catalytic applications
emerged � the so-called high-entropy materials (HEMs).16−22

HEMs consist of at least five different elements, which are
randomly distributed in one homogeneous single phase. The
first reported HEMs were high-entropy alloys (HEAs),

including the so-called Cantor alloy CrMnFeCoNi.23,24 Later,
the concept of HEM was extended to other multicomponent
systems: high-entropy oxides (HEOs),25 nitrides,26,27 phos-
phides,28 carbides,29 fluorides,30,31 sulfides,32,33 borides,34,35

silicides,36 hydroxides,37 or metal-organic frameworks,38 which
provide promising properties for catalytic applications, energy
storage, thermal and environmental protection, or thermo-
electricity.

Here, we report the synthesis, properties, and character-
ization of a high-entropy spinel oxide OER electrocatalyst.
Searching for novel HEM electrocatalysts is a demanding
multidimensional challenge. Considering the nonradioactive
and not extremely toxic elements from the periodic table that
might be used in a sustainable way, there are about 50
elements to choose from. This results in more than 2 million
possible five-element material systems, where the electro-
chemical activity can possibly change by a factor of 10 or more
depending on the ratio of elements.39−41 Since no theoretical
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model currently exists that can reliably predict the electro-
chemical activity of HEMs, the synthesis and testing of a huge
number of element compositions is inevitable.42 Conventional
one-by-one experimentation cannot accomplish this efficiently,
which makes the use of high-throughput methods of crucial
importance.43 Combinatorial synthesis of HEM libraries and
their electrochemical screening with scanning droplet cells has
been shown to efficiently cover large composition ranges of
HEA systems, and active compositions and compositional
activity trends can be rapidly and reliably identified in the
polyelemental search space.19,40 Combining theory, simulation,
and machine learning with high-throughput experimentation
can enable the prediction and understanding of new
HEMs.39,44,45

However, an important issue is to transfer the hit
compositions of the high-throughput electrochemical screening
to conditions closer to industrial applications. The first step in
this process would be moving from the high-throughput
characterization of thin films to well-defined and accepted
electrocatalyst characterization strategies like rotating disk
electrode measurements, which was done in this contribution.
We demonstrate that thin-film screening results can be
transferred reliably to particulate catalysts confirming the
compatibility of high-throughput screening of thin films with
existing electrochemical techniques.

We synthesized HEO thin films and particles based on the
well-known Cantor alloy, which were tested for their properties
as OER electrocatalysts. The obtained materials were single-
phase spinels in the “Cantor alloy oxide” system (Cr-Mn-Fe-
Co-Ni)3O4.

To investigate the Cantor alloy oxide system over large
compositional ranges, we used thin-film material libraries
(MLs), which were fabricated by combinatorial sputter
deposition on 100 mm diameter thermally oxidized Si wafer
substrates.43 Preparing samples by cosputtering from multiple
sources in the form of MLs with continuous composition
gradients enables the investigation of much larger parts of the
composition space of the studied material system compared to
the synthesis of individual samples, i.e., one composition vs
several hundred produced in one experiment. However,
analysis of only one ML of a compositionally complex system
is not sufficient to get clear information about activity trends
and interaction of particular elements as the composition
gradients of elements deposited from neighboring and
opposing targets are correlated. Namely, gradients of elements
deposited from opposing targets are reversed, when the
amount of one element is increasing, and the other is
decreasing. For neighboring targets, the gradient direction is
similar but differs by the angle between the targets, and hence
the contributions of both elements increase and decrease
simultaneously. This problem can be solved by a recently
introduced permutation method,42 i.e., by preparing a set of
MLs where the position of the sputter targets is changed for
each ML deposition process (see Figure 1). For example,
during the preparation of ML 2-1, Fe and Cr, Cr and Co, Co
and Mn-Ni, and Mn-Ni and Fe were placed next to each other
(target position clockwise from upper left: Fe, Cr, Co, and Mn-
Ni), with Fe and Co and Cr and Mn−Ni opposite to each
other. For ML 2-2, the positions of Cr and Co were switched
(target position clockwise from upper left: Fe, Co, Cr, Mn-Ni),
changing both opposing target pairs and three out of four
neighboring targets. Similarly, for the synthesis of ML 2-3, the
positions of Fe and Co were switched from the positions for

the synthesis of ML 2-2. Thanks to this, we obtain all possible
combinations of target positions, which allows us to
disentangle correlated gradients and get more insight into
the contribution of particular elements to the material
properties.

The crystal structure and lattice constants of the thin films
were determined by X-ray diffraction (XRD), their chemical
composition by energy-dispersive X-ray spectroscopy (EDX),
and the near-surface composition by X-ray photoelectron
spectroscopy (XPS). Furthermore, their microstructure was
characterized by scanning electron microscopy (SEM) and
atomic force microscopy (AFM), and their electrical resistance
was determined by four-point probe measurements. The
electrochemical properties, i.e., OER activity, of the oxide
films were measured using the high-throughput method with a
scanning droplet cell (SDC). The identified most active hit
composition was then synthesized in the form of particles.
Their electrochemical activity toward OER was measured in a
rotating disk electrode setup.

■ EXPERIMENTAL SECTION
Synthesis of (Cr-Mn-Fe-Co-Ni)3O4 MLs. The MLs were

fabricated by reactive codeposition in a four-cathode sputter system
(ATC 2200, AJA International). Three elemental targets and one
alloy sputter target (diameter 100 mm) were used: Co: 99.99 atom %,
Cr: 99.95 atom %, Fe: 99.99 atom %, and Mn50Ni50: 99.95 atom %.
The cathode angle was 27.5° to the substrate normal, and the distance
between the target and the substrate was 140 mm. This leads to well-
controlled continuous composition spreads (i.e., composition
gradients) of all five elements on the substrate.

For all deposition processes, the following process parameters were
used: 37 W DC power for Co, 155 W DC power for Cr, 222 W RF
power for Fe, 67 W pulsed DC power (frequency 10 kHz, pulse
length 5 μs) for Mn-Ni , an Ar/O2 flow rate of 80/40 sccm, and a
deposition process pressure of 0.4 Pa. The target arrangements were
varied to obtain three different setup-possible permutations (see
Figure 1), different deposition temperatures (573, 773, 973 K), and
different sputtering times to adjust the film thickness.

To be able to analyze the MLs with different analysis methods,
each ML was deposited on two different substrates. For the XRD and
resistivity analyses, 500 nm thin films were deposited on 100 mm
diameter Si wafers with a 500 nm thick SiO2 layer acting as a diffusion
barrier. For the SDC analyses, the investigated ML was nominally 50
nm thick and was deposited on a previously sputtered 50 nm Pt
electrode layer on a 10 nm Ta adhesion layer also on a 100 mm
diameter Si/SiO2 wafer. Commonly used Ti was not used as the
adhesion layer because it is unstable at high-temperature deposition
processes with reactive O2 plasma.34,35 The process parameters for
this prior deposition were 100 W DC power for both Ta and Pt,
sputtered from elemental targets (99.99 atom %), a process pressure
of 0.13 Pa, and a flux of 40 sccm Ar. The process was carried out at
room temperature.

Figure 1. Schematic of the permutated target arrangements for the
combinatorial synthesis of HEO thin-film material libraries (MLs) by
reactive cosputtering from four targets using a target permutation
approach. The positions of the targets for each permutation for the
synthesis of the libraries ML 2-1, ML 2-2, and ML 2-3 are indicated.
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Chemical and Structural Characterization. For the chemical
and structural analysis, the MLs were divided into 342 measurement
areas (MA) with a spacing of 4.5 mm in the x- and y-directions. The
analyses with EDX, XRD, and SDC were performed in an automated
way using high-throughput setups, allowing reliable measurements of
previously defined MAs. EDX high-throughput mappings were
performed using a scanning electron microscope (JEOL 5800) with
an INCA X-act detector (Oxford Instruments). The acceleration
voltage was 20 kV, and the magnification was 600×. The
measurement accuracy was about 1 atom %. For the high-throughput
XRD measurements, a Bruker D8 Discover from Bruker Corporation
in Bragg-Brentano geometry was utilized. It was equipped with a
VANTEC-500 area detector and a Cu Kα radiation source. The
sample-to-detector distance was 14.9 mm. The X-ray beam size was
adjusted to 1 mm, with a collimator diameter of 1 mm and a
divergence below 0.007°. The peak layer accuracy of the instrument
was ±0.02 2θ°. For each MA, four frames were recorded. They were
transformed into one-dimensional (1D) diffractograms using the
software DIFFRAC.EVA from Bruker Corporation. The surface
composition analysis of the MLs was carried out via an X-ray
photoelectron spectroscope (Kratos Axis Nova, U.K.) using
monochromatic Al Kα radiation (1486.6 eV/300 W) as the excitation
source. Quantification and peak fitting of the different components in
the XPS spectra were performed using the software ESCApe (Kratos,
U.K.). The Shirley algorithm was used for background subtraction.
SEM images were recorded using a JEOL JSM-7200F operating at a
working distance of 10 nm and with an accelerating voltage of 10 kV.
Atomic force microscopy (AFM) measurements were performed with
a Bruker FastScan scanning probe microscope in PeakForce Tapping

mode with ScanAsyst using a FastScan A probe (spring constant ca 18
Nm−1). Powder XRD measurements were performed using a Bruker
D8 Discover X-ray diffractometer with a Cu Kα radiation source (λ =
0.15418 nm) in the range 2θ = 15 to 90°. TEM, scanning TEM
(STEM), and HR-TEM images were obtained using a JEOL
microscope (JEM-2800) with a Schottky-type emission source
working at 200 kV. EDX of the particles was performed using double
Si drift detectors (SDD) with a solid angle of 0.98 steradians with a
detection area of 100 mm2.
Aerosol-Based Particle Synthesis. A metal salt precursor

solution (metal nitrates, Sigma Aldrich) containing the desired ratio
of metals was prepared in ethanol and sprayed onto a deflector plate
to form aerosols. Aerosol drops were transported through a tube
immersed in a tube furnace. The furnace was heated to 1073 K,
causing the evaporation of the solvent and allowing the collection of
the dried particles on the ashless filter papers located after the furnace.
Next, we used a method known from gravimetric analysis
(volatilization) to remove residues of the precursor solution and
convert all of the carbon from the filter paper into CO2. This was
obtained by heating the filter paper with the collected particles in the
flow of oxygen until the paper burned. After that, the catalyst particles
were annealed at 773 K in the flow of oxygen to form the desired
oxide.
Electrochemical Characterization. All electrochemical measure-

ments of the thin-film samples were done using the scanning droplet
cell (SDC) technique, allowing site-localized characterization. The
measurements were conducted in 0.05 M KOH electrolyte in a three-
electrode system containing a Pt wire and a Ag|AgCl|3M KCl as
counter and reference electrodes, respectively. Linear sweep

Figure 2. Barycentric tetrahedron representation of the covered composition space, (a) color code of the MLs. (b−d) 3D visualization of the five-
dimensional metal composition space in three viewing directions (blue points: initial target arrangement - permutation 1, orange and green points:
permutated target arrangements, permutations 2 and 3, respectively).
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voltammograms (LSVs) for the OER were recorded between 1 and
1.8 V vs the reversible hydrogen electrode (RHE) with a scan rate of
10 mV s−1. All potentials in the manuscript are reported versus the
RHE and were calculated using the following equation

= + + ·| |U U 0.210 (0.059 pH)RHE (Ag AgCl 3M KCl)

where U(Ag|AgCl|3MKCl) is the potential measured vs the Ag|AgCl|3M
KCl reference electrode, 0.210 V is the standard potential of the Ag|
AgCl|3M KCl reference electrode at 298 K. 0.059 is the result of
(RT)·(nF)−1, where R is the gas constant, T is the temperature (298
K), F is the Faraday constant, and n is the number of electrons
transferred during the reaction.

Electrochemical measurements on powder catalysts were con-
ducted using a rotating disk electrode setup, including a rotator
RDE80983 and a potentiostat/galvanostat Autolab PGSTAT 204
(Metrohm). As a working electrode, glassy carbon RDEs modified
with the catalyst suspension with a geometric area of 0.113 cm2 were
used. The electrodes were polished before use with different
roughness of sandpaper (3, 1, 0.3 μm) and rinsed with distilled
water. A Ag/AgCl/KCl (3M) electrode with double junction (1 M
KOH) was used as a reference, and a Pt mesh was used as a counter
electrode. A ceramic frit filled with pure electrolyte was used to
separate the counter electrode from the bulk solution. For the
electrode modification, 5 mg/mL of the catalyst suspension consisting
of 2 vol % Nafion and equal volume parts of deionized water and
ethanol (2:49:49) was sonicated with a tip sonicator (Bandelin
Sonopuls UW 3100) for 1 min (amplitude 25%, pulse duration 1s)
prior to use. To provide sufficient conductivity of catalyst ink
prepared with oxidized particles, carbon black XPB 538 (Orion
Engineered Carbons) was added to the suspension. The prepared
suspension (4.8 μL) was drop-cast onto the polished working
electrode surface, aiming for a catalyst loading of approximately 210
μg cm−2, and left to dry in air prior to measuring for at least 20 min.
On each electrode, a conditioning procedure, potential cycling
between 0 and 0.4 V vs Ag|AgCl|KCl (3M) at 100 mV s−1 for 10
cycles, followed by cyclic voltammetry measurements from 0 to 0.7 V
vs Ag|AgCl|KCl (3M) at 10 mV s−1 for 3 cycles was conducted in 1 M
KOH solution purged with Ar. The RDE rotator speed during
conditioning and voltammetry measurements was kept constant at
1600 rpm. All RDE measurements were repeated at least three times

to ensure reproducibility (the average of the measurements is shown
in the manuscript). To determine the uncompensated solution
resistance, electrochemical impedance spectra (EIS) were recorded
after CV measurements at the open-circuit potential in a frequency
range between 100 kHz and 10 Hz and an AC amplitude of 10 mV
root mean squared (RMS) with no electrode rotation.
Data Analysis. The data analysis and presentation of the

composition space were performed in Python 3.9.10.

■ RESULTS AND DISCUSSION
High-Throughput Experimentation. We started with

finding the best ML synthesis temperature for the highest
electrochemical activity and then proceeded from this point to
extend the composition space by sputtering two additional ML
permutations (Figures 2 and S1−S2, SI). The first prepared
MLs 1, 2-1, and 3 were sputtered at 573, 773, and 973 K,
respectively, with the target arrangement of permutation 1 (see
Figure 1). From those MLs, ML 2-1 showed the highest
electrochemical activity for compositions containing significant
amounts of Cr, Co, and Fe (approx. 20−25 atom %, Figures 3
and S2b, S11, SI). Therefore, 773 K was chosen as the
deposition temperature for ML permutations 2 and 3, resulting
in ML 2-2 and ML 2-3. Since different thin-film properties are
required for different high-throughput measurements, two
different thin films, A and B, were prepared for each ML: (A)
500 nm for XRD and EDX, where a thicker film results in
fewer substrate signals and higher diffraction intensities and
(B) 50 nm on a Pt electrode layer for SDC measurements,
which require a sufficient film conductivity. For (B), XPS,
SEM, and AFM measurements were also carried out. The
synthesis conditions are otherwise the same, so A and B are
combined under the appropriate ML notation in further
discussion unless it is explicitly noted.

Additionally, to unravel correlated composition gradients,
the proposed permutation method enables us to expand the
covered composition space to more than 1000 different
compositions. A scheme of the cosputter synthesis strategy of

Figure 3. Visualization of the distribution of chemical compositions over the MLs. Each pie chart shows the composition of one measurement area.
Data for three permutations deposited at 773 K are shown in panels (a−c): (a) ML 2-1, (b) ML 2-2, and (c) 2-3. The chemical composition of
samples prepared at 573 K (ML 1) and 773 K (ML 3) are presented in panels (d, e), respectively. Cathode positions during the deposition process
are marked in the figure.
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the permutated MLs and a barycentric quaternary representa-
tion of the covered composition space are shown in Figures 1

and 2. Each ML creates a curved plane of the covered
composition, visualized as a cut through the 3D composition

Figure 4. Phase analysis of the HEO libraries: Panels (a, c, and e) show exemplary XRD patterns of the ML permutations deposited at 773 K (ML
2-1, 2-2, and 2-3) for MAs at the center position and closest to the corresponding cathodes (marked with red squares). Reference lines are from
Wang et al.55 Panels (b, d, and f) show the corresponding color-coded (311) diffraction angle maps.
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space of the HEO system. Depositing libraries with all target
permutations creates compositional cuts, which are differently
located in the composition space (marked with colors in Figure
2b−d), to cover a large compositional range. As the MLs were
fabricated, including a Mn−Ni alloy target, the Mn and Ni
contents are interdependent. For this reason, Mn and Ni were
set in the same direction in the barycentric projection. Each
point represents one MA on a ML.

The EDX analysis shows that a composition space of
(Cr8−28Mn12−28Fe11−39Co11−37Ni14−31)-Ox was covered by the
three permutations ML 2-1, ML 2-2, and ML 2-3 (Figures 3
and S1, SI).

The XRD crystal structure analysis of all samples obtained at
different temperatures and with different sputter target
permutations shows a single-phase cubic spinel structure
(Fd-3m) for the whole composition space, consistent with the
results of previous work.46−54Figure 4a,c,e shows five
exemplary XRD patterns for each ML permutation (ML 2-1,
2-2, 2-3), assigned to the MAs of the center and closest to the
corresponding cathodes. These MAs are highlighted with red
squares on the corresponding diffraction angle maps of the
most intense peak from the plane (311) (Figure 4b,d,f).
Exemplary XRD patterns from the MLs, which were deposited
at three different temperatures, can be found in Figure S3, SI.
Significant spinel-phase XRD peaks were found for the (111),
(220), (311), (222), (400), (422), (511), (440), (620), and
(533) planes, whereas the peak for (311) is the most intense.55

The differences in the XRD patterns in peak intensity and peak
position shift are due to differently textured thin-film growth,
lattice constants, lattice strains, and composition changes.
Compared to nanocrystalline powders of (Co-Cr-Fe-Mn-
Ni)3O4,

56 the thin films achieve comparable crystallinity at
lower temperatures. The analysis of the reflex position of the
(311) plane shows a shift range between a 2θ value of 35.95
and 36.03°, which corresponds to a lattice constant of 0.851
and 0.826 nm, respectively.

XPS analysis was carried out to determine the oxygen
content in the spinel thin films. Exemplary XPS spectra for the
most active hit composition (ML 2-2 MA 155) are shown in
Figure 5. XPS spectra of the most active compositions from
ML 2-1 (MA 259) and ML 2-3 (MA 018) can be found in the
SI (Figures S5 and S6, for peak positions, see Table S1,
SI).57−63

The presence of oxygen vacancies can be excluded because
the material was not analyzed in situ, and it can be assumed
that every possible oxygen vacancy was healed by ambient
water vapor.64 For the calculation of the total oxygen content
in the material, it is necessary to subtract the carbon-bonded
oxygen from the total oxygen. For this purpose, the amount of
carbon−oxygen species was determined from the C 1s
spectrum (Figure S7, SI).65 The metal ratios for the most
active hit composition were determined from the XPS
spectrum as Cr24.6±1.4Mn15.7±2.0Fe16.9±1.8Co26.1±1.9Ni16.6±1.7,
matching the result from EDX (Cr23Mn16Fe17Co27Ni17). The
overall oxygen amount without contribution from carbon−
oxygen species was 62.2 ± 1.2 atom %. Hence,
(Cr24.6±1.4Mn15.7±2.0Fe16.9±1. 8Co26.1±1.9Ni16.6±1.7)37.8±0.8O62.2±1.2
is the most active HEO hit composition with a metal amount
error assessed from Gaussian error propagation. Additionally,
XPS quantification of MAs along two lines across the MLs,
perpendicular to each other (9 MAs per ML), results in an
oxygen amount of 62.3 ± 0.6 atom %. The standard deviation
of ±0.6 atom % is within the fitting error of the analysis
software of 1.2 atom %. The result corresponds well with the
expected spinel oxygen amount of 57.1 atom %, derived from
the ratio between oxygen and the total number of elements in
the spinel-type structure AB2O4,

66 since the total oxygen
amount is composed of Olattice from the volume and Ohydroxyde
from the surface.12,67,68 The normalized oxygen amount for
Olattice is 51.8 ± 1.0 atom % with a maximum fitting error of 1.5
atom %. The fact that the measured Olattice amount is lower
than the expected oxygen content in the spinel might be the

Figure 5. XPS spectra of ML 2-2 MA 155. Panels (a−e) show the 2p spectra of the different metals, and panel (f) shows the 1s spectrum of oxygen.
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result of surface reconstruction under the influence of air
moisture, which leads to the transformation of Olattice to
Ohydroxyde, as well as the adsorption of Ohydroxyde to the metal
atoms. The whole surface composition space of the MLs can
be described as (Cr8.1−28.0Mn11.6−28.4Fe10.6−39.0Co11.4−36.7-
Ni13.5−31.4)37.7±0.6O62.3±0.6, with metal ratios from EDX analysis
and oxygen amount from XPS analysis.

The low electrical conductivity of most oxide films is a
problem for electrochemical applications. The Cantor alloy
oxide MLs are not excluded from this, and four-point probe
measurements of the thin film (variant A) provide resistance
values ranging from 18.1 to 211 MΩ (Figure S8, SI).
Furthermore, many of the MAs are beyond the measurement
range (>211 MΩ). The results do not show a dependence on
composition but on thin film thickness, which is larger in the
Mn−Ni cathode direction. Due to the high resistance, OER
activity measurements were performed on 50 nm thin films
with an underlying electrode layer (variant B), each being a
replication of the corresponding 500 nm thin film (A) with
identical chemical composition gradients. Significant compo-
sition-dependent OER current densities (>0.5 mA cm−2 at
1.65 V vs RHE) were recorded on the MLs. The obtained
resistance maps of thin film A and electrochemical activity
maps of thin film B do not show the same trends, suggesting
that the observed activity trends are the result of activity

changes caused by compositional changes and not by changes
in sheet resistance due to the film thickness. The resistance of
the thin film variant B was not measured with the four-point
probe setup because the thickness was too low, and the
resistance of the underlying electrode layer would be measured
instead.

The electrocatalytic activity toward OER in alkaline
electrolytes was evaluated using a high-throughput SDC.69

Due to the use of the automated setup, the same measurement
conditions are maintained for measuring hundreds of MAs,
allowing reliable comparison of electrochemical activity data
between different MAs and MLs.39,40,42,70 All measured LSVs,
2D color-coded activity maps, and the comparison of the
activity of the most similar compositions prepared at different
temperatures as well as the most active hit compositions from
different MLs can be found in Figures S11−S13, SI. The
electrochemical activity of different MAs is compared using the
current density at 1.7 V vs RHE. It is a potential which, at the
same time, is high enough to observe significant OER currents
and it is also reasonably low to not observe possible limitation
of the currents by slow diffusion of reactants. Essentially, the
Cantor HEO is a decent OER catalyst in most analyzed
compositions. Figure 6 shows the comparison of the
electrochemical activity of the permutated MLs. The highest
OER activity was obtained for ML 2-2, where compositions

Figure 6. Electrochemical OER activity for the three permutated MLs, which were deposited at 773 K (ML 2-1: blue, 2-2: orange, and 2-3: green).
(a) Comparison of the activity of the most active hit composition from each ML. (b−d) Reduced quaternary composition space from different
angle perspectives with current density at 1.7 V vs RHE presented as a color map. Most active hit compositions in each permutation are marked
with red stars.
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with high Cr, Ni, and Mn content and, at the same time,
medium Co content and low Fe content are present. The
composition of MA 155 shows the highest current density of
2.69 mA cm−2 at 1.7 V vs RHE and the lowest overpotential of
0.36 V at a current density of 1 mA cm−2, which indicates
being the most active OER catalyst. Composition was
ident ified by XPS and EDX to be (Cr24 . 6± 1 . 4 -
Mn15.7±2.0Fe16.9±1.8Co26.1±1.9Ni16.6±1.7)37.8±0.8O62.2±1.2 and
(Cr23Mn16Fe17Co27Ni17)-Ox, respectively.

The microstructure and surface morphology of the film,
which can vary for different compositions within the same
phase, can significantly affect the measured current by
changing the geometric surface area and hence the electro-
chemically active surface. As can be seen in the SEM images,
the morphology of the thin films of the MLs prepared at
different temperatures changes little between 573 K (ML 1)
and 773 K (ML 2-1) but strongly to 973 K (ML 3, Figure S9,
SI). ML 3 exhibits the highest surface coarsening, so measured

Figure 7. AFM images of the most active compositions from the different permutation depositions at 773 K with the average roughness Ra and the
OER overpotential vs RHE at 1 mA cm‑2.

Figure 8. Correlation of the molar ratio of each element (lower plot in the 2nd and 3rd panels) at each of the MAs highlighted with the blue and
orange arrows on the color-coded activity maps of MLs (top panel) and the related activity represented by the current at 1.7 V vs RHE (blue dots,
upper plot in the 2nd and 3rd panels).
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currents may increase due to the larger surface area. However,
this ML was the least active, suggesting a greater influence of
other factors on electrochemical activity than surface
morphology. Additionally, SEM investigations revealed no
significant changes in sample morphology within one ML.
Furthermore, no significant changes in morphology were
observed between the permutated MLs (ML 2-1, ML 2-2, or
ML 3-3, Figure S10, SI).

Further, AFM measurements of the most active composi-
tions from the permutated MLs show the highest roughness for
ML 2-1 (Figure 7a), Ra = 4.8 ± 0.4 nm. The roughness values
of ML 2-2 and ML 2-3 are nearly the same (Figure 7b, Ra = 1.3
± 0.2 and Figure 7c, Ra = 1.2 ± 0.3 nm, respectively). This
shows that there is no correlation between surface roughness
and electrochemical activity since the most active composition
is the hit composition of ML 2-2.

Therefore, we assume that the activity screening in the
fabricated MLs is not affected by microstructure effects, i.e., the
measured current densities can be interpreted without
correction for surface area effects.

To get more insight into the interaction between the
electrocatalytic activity and elemental composition of catalysts,
we plotted how activity and composition change following the
diagonals of the ML for all three permutations (see Figure 8).
It seems like electrocatalytic activity increases slightly with
decreasing Fe content and increased contents of Cr and Co.
This observation might be only used as a hint rather than a fact
since from one MA to the next ratios of all elements are
changing, i.e., there are no simple linear trends. For example,
for permutation 1 (Figure 8a), the blue line from the upper left
side to the lower right side follows, at the same time, the
direction of the increasing amount of Fe and decreasing
amount of Co, with the amounts of Mn, Ni, and Cr kept

Figure 9. Cantor alloy oxide particles prepared by aerosol synthesis. (a) HR-TEM images with d space and respective plane, (b) the XRD pattern
with indicated peaks of the spinel phase, and (c) TEM-EDX elemental distribution maps.
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relatively constant. This shows the complexity of analyzing
activity trends in multi-elemental material systems.

To summarize, the first part of this manuscript describes the
characterization of a large fraction of the Cantor alloy oxide
system and maps the electrocatalytic activity of all
compositions toward the OER to identify the hit composition.
Transfer of the Most Active Hit Composition from

Thin-Film Screening to Particles. We used the identified
most active hit composition (ML 2-2 MA 155) to synthesize
powder-based catalyst particles following a modified aerosol-
based synthesis technique as described in the SI (Figure S15)
and Cechanaviciute et al.71 In short, an aerosol of droplets
containing the desired composition of individual elements is
formed by spraying of the precursor solution onto the deflector
plate. Next, aerosol droplets are transported via tubing through
the tube furnace, where the solvent evaporates, and dried
particles are then collected on the filter paper. Finally, the filter
paper was burned away in an oven in a flow of oxygen, and
particles were annealed to form the desired spinel oxide
structure at 773 K. The synthesized particles were charac-
terized by high-resolution transmission electron microscopy
(HR-TEM), EDX, and XRD. Figure 9 shows that the particles
are single-phase and crystalline, and the elements are uniformly
distributed within the particle. The composition of the spray-
s y n t h e s i z e d p a r t i c l e s w a s d e t e rm i n ed t o b e
(Cr23Mn19Fe18Co25Ni15)-Ox (TEM-EDX line scan of the
particle in the SI, Figure S14). The lattice constant calculated
from the HR-TEM images for the planes (400), (220), and
(311) are 0.852, 0.837, and 0.856 nm, respectively. This
corresponds well with the lattice constant of 0.837 nm for the
plane (311), calculated from the thin-film XRD pattern of the
best-performing composition ML 2-2 MA 155. The TEM
analysis revealed that the diameter of the synthesized particles
ranges from 75 nm to 1 μm, with the vast majority of 1 μm
particles. Even though we obtained particles with different
sizes, the elemental distribution and crystallinity are very good
and comparable to the measurement error for all particles.
These are factors that define the active sites on the surface that
determine OER activity. Therefore, the mixture of differently
sized particles was used for preparing a modified electrode (see
Figures 9 and S14, SI). The XRD analysis of the particles
shows spinel oxide and the additional peaks marked in Figure
S4, SI can be attributed to CaCO3, which is due to residues of
the filter paper used for the collection of the particles.

Catalysts in the form of particles allow the evaluation of
electrocatalytic OER activity using standardized methods.
Namely, we performed linear sweep voltammetry measure-
ments with a rotating disk electrode (RDE) in 1 M KOH. To
do this, a glassy carbon electrode was modified with a catalyst
powder suspension comprising Nafion, deionized water,
ethanol, and carbon black. The latter which was used to
provide sufficient conductivity to the ink. Figure 10 shows the
comparison between the LSV measured on a thin film (black)
and the LSV of the particle catalyst measured by means of
RDE (orange line). Due to the different measurement
conditions, such as the diffusion profile, mass transport, etc.,
resulting from the measurement geometry, electrolyte stirring,
and electrolyte concentration, a comparison of current density
values in thin-film analysis with SDC and measurement of
particles with RDE is not reliable. However, as mentioned
before, since OER is a surface reaction either at a thin film or
particles, the catalysis should be governed by the adsorption of
the species. Thus, an activity comparison at low overpotentials

and low current density is possible since the kinetics will
dominate the overall reaction. Hence, the overpotential at
which currents reach 1 mA cm−2 can be reliably compared.
The difference in the overpotentials is only 8 mV (thin film:
1.594 V, particles: 1.586 V vs RHE), demonstrating very
similar electrocatalytic OER activity. The different slopes of the
curves may be caused by the fact that the LSV measured with
the RDE setup was iR-corrected, while the data from the high-
throughput SDC measurements were not. The high com-
parability of overpotentials, XRD patterns, elemental compo-
sition, and distribution indicates the validity of transferring the
thin-film screening results to powder-based electrocatalysts.

■ CONCLUSIONS
We demonstrated a high-throughput screening of the OER
activity of single-phase high-entropy spinel oxides derived from
the Cantor alloy and the subsequent transfer of the thin-film
hit composition to a powder catalyst. Combinatorial sputter
deposition, in combination with a sputter source permutation
strategy, covers large parts of the quinary composition space.
Single-phase spinel stability across a large composition space
was observed. By high-throughput screening, the hit
composition (Cr24 .6±1 .4Mn15 .7±2 .0Fe16 .9±1 .8Co26 .1±1 .9-
Ni16.6±1.7)37.8±0.8O62.2±1.2 (XPS)/(Cr23Mn16Fe17Co27Ni17)-Ox
(EDX) was identified. This composition was used to
synthesize particle-based electrocatalysts. The difference in
the overpotential for the OER measured for the thin-film
sample and the particles is approximately 8 mV, confirming the
successful transfer of the high-throughput screening results to
powder catalysts.

■ ASSOCIATED CONTENT
*sı Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.chemmater.2c01455.

Additional characterization figures from EDX, XRD,
XPS, resistance, SEM, SDC, and TEM measurements,
table including all XPS peak positions, and information

Figure 10. Linear sweep voltammograms (LSV) recorded on a thin
film (black) and powder (orange) electrocatalysts show comparable
overpotentials for the OER at 1 mA cm−2.
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