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n element-specific distortions and
electrocatalytic oxygen evolution for cobalt–iron
hydroxides†

Elif Pınar Alsaç,a Marlyn Boke,a Justine R. Bissonnettea and Rodney D. L. Smith *abc

A microscopic understanding of how Fe-doping of Co(OH)2 improves electrocatalytic oxygen evolution

remains elusive. We study two Co1−xFex(OH)2 series that differ in fabrication protocol and find

composition alone poorly correlates to catalyst performance. Structural descriptors extracted using X-

ray diffraction, X-ray absorption spectroscopy, and Raman spectroscopy reveal element-specific

distortions in Co1−xFex(OH)2. These structural descriptors are composition-dependent within individual

sample series but inconsistent across fabrication protocols, revealing fabrication-dependence in catalyst

microstructure. Correlations between structural parameters from different techniques show that Fe–O

resists bond length changes, forcing distortion of Co environments. We find the difference in O–M–O

bond angles between Co and Fe sites to correlate with electrocatalytic behavior across both sample

series, which we attribute to asymmetric distortion of potential energy surfaces for the Co(III) to Co(IV)

oxidation. A Tafel slope consistent with a rate-limiting step without electron transfer emerges as the O–

Co–O angle decreases, implying a distortion-induced transition in the rate-limiting step. The fabrication

dependence of electronic and bonding structure in the catalysts should be considered in theoretical and

high-throughput analyses of electrocatalyst materials.
Introduction

Electrocatalysts are being developed to enable sustainable fuel
synthesis through various cathodic reactions, including
hydrogen evolution, CO2 reduction, and nitrogen reduction.
These reactions are reliant upon a source of electrons and
protons, for which the oxygen evolution reaction (OER) may be
the only option suitable for a global scale.1,2 Detailed micro-
scopic understanding of electrocatalysts for OER – how specic
structural features affect electrochemical behavior – will enable
rational design of reaction systems as breakthroughs in
cathodic electrocatalysts occur.
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Structure–property analyses are a primary tool for estab-
lishing microscopic understanding of electrocatalysts,3 but
dynamic changes of catalyst structure impose challenges.4

Crystalline materials such as perovskites and spinels are
commonly analyzed due to ease of structural characterization
and an amenability to compositional tuning. Analyses of these
families have revealed relationships between electrocatalytic
performance and structural descriptors such as d-orbital occu-
pancies,5 bond covalency,6–9 twisting distortions between
neighboring polyhedra,10 and local symmetry changes.11

Reports of electrocatalyst amorphization or catalyst restructur-
ing,12,13 with some reports even purporting structural regener-
ation upon termination of experiments,14,15 present a problem.
Structural disruption of crystalline materials oen yields
disordered materials with structural characteristics of a layered
double (oxy)hydroxide (M(O)2−y(OH)y), a family which spans
from metal hydroxides (M(OH)2) to metal oxyhydroxides
(MOOH), as in the extensively studied CoPi catalyst.16

Disordered cobalt-based (oxy)hydroxide materials have been
extensively studied, with X-ray absorption ne structure spec-
troscopy (XAFS) being a prominent tool for analysis.17 Blending
Fe into the structure to form Co1−xFex(OH)2 is known to
improve OER, but experiments have supported diverse
proposals. Proposals include partial oxidation of Fe sites that
promote OER through cobalt sites,18 or act directly as catalyst
sites,19 and that multiple electroactive sites activate at different
potentials.20 Our analysis of isostructural Ni1−xFex(OH)2 found
Chem. Sci., 2024, 15, 15339–15351 | 15339
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localized geometric distortions that correlated with improved
OER;21–23 the distortions were easier to study when increased
crystallinity decreased the magnitude of strain.24 This nding
motivated us to study Co1−xFex(OH)2, where the more compa-
rable ionic radii should moderate strain.

Herein, we report a structural parameter that correlates to
the catalytic OER responsiveness of Co1−xFex(OH)2 materials
synthesized by different techniques. Two series of samples were
synthesized with the same nominal composition using different
protocols, with samples denoted Wx when synthesized in water
and FAx when in the presence of formamide (x from 0 to 0.3 in
steps of 0.05). Electrochemical behavior of the series is quali-
tatively similar but lacking quantitative trends. Structure–
property correlations based on X-ray diffraction (XRD), XAFS,
Raman spectroscopy, and electrochemistry reveal differences in
localized coordination environments for the Co and Fe ions.
The difference in oxygen–metal–oxygen bond angles for Co and
Fe is found to correlate with Tafel slopes for OER, which iden-
ties a viable catalyst design strategy.

Results

Diffraction patterns show a well-dened b-Co(OH)2 structure for
the water series, with some samples spontaneously oxidizing
under ambient conditions. Bragg peaks can be directly indexed
to b-Co(OH)2 (ICSD 88940), with the exception of peaks near 11,
23 and 33° (Fig. 1A). The crystal structure contains transition-
metal ions linked through di-m-(hydr)oxo bonds to create 2-
dimensional planes. The distance between edge-sharing cations
within the 2-dimensional sheets (dMM) can be calculated by
Rietveld renement (Table S2†), or directly by applying Bragg's
law to the (100) or (110) Bragg peak for each sample.23 The dMM

value averages 3.176 ± 0.007 Å across the series, with subtle
contraction as Fe-content increases (Fig. 1B). Spacing between
layers is directly captured by the (001) peak and is 4.652 ± 0.004
Å across the series (Fig. 1C). Sample storage under ambient
conditions results in spontaneous oxidation of W0 through
W15 over the span of several days, as evidenced by repeated
XRD patterns showing a change from b-Co(OH)2 to CoOOH
(ICSD 22285, Fig. S4†), and contraction of dMM to 2.860 ± 0.003
Å and (001) spacing to 4.428 ± 0.007 Å (Fig. 1B and C). Spon-
taneous oxidation is well known for Co(OH)2 materials with low
Fe content.25–28 The peak near 11° emerges above W5, which
matches the maximum interlayer spacing prior to exfoliation.29

Peaks near 23 and 33° grow with increased Fe-content. Simi-
larity to the (001) and (100) peaks, combined with the emer-
gence of a broad feature underneath the (101) feature, suggests
formation of CoOOH-like domains with Fe(III)-incorporation.

Diffraction patterns for the formamide sample series are
consistent with Co(OH)2 possessing disorder in the c-axis.
Diffraction patterns across this series show the strong, asym-
metric peak near 11°, consistent with a (001) spacing near the
limit before exfoliation (Figure 1A),28,29 and broad peaks that
align with the (001), (100), and (110) of Co(OH)2 for a-Co(OH)2
(ICSD 86655),30 which is a variant of b-Co(OH)2 with c-axis
disorder. The disorder is sufficient to prevent meaningful
Rietveld renements, but the (100) peak shis with Fe-
15340 | Chem. Sci., 2024, 15, 15339–15351
incorporation to show dMM expansion from 3.077 to 3.121 Å
between FA0 and FA30 (Fig. 1B). The smooth trends suggest
uniform incorporation of Fe(III) ions into an a-Co(OH)2 lattice
throughout the series. Energy dispersive X-ray spectroscopy
conrms systematic increases in Fe-content across the series
(Fig. S3†). Trace chloride content is found in a subset of
samples, but is not found to correlate to the sample composi-
tion and is expected to rapidly diffuse out of the material when
submerged in 1 M KOH solutions.29

The Co and Fe K-edge EXAFS spectra reveal non-
homogenous distribution of Fe ions in the water series. The
Fourier-transformed (FT) spectra contain the two primary peaks
expected for metal (oxy)hydroxides (Fig. 1D).17 The smaller
distance peak captures the average element-specic metal–
oxygen bond distances (RMO), while the other is the di-m-(hydr)
oxo linkages (RMM). Samples W0 through W15 show dominant
RCoM and RCoO distances of 2.854± 0.006 Å and 1.911± 0.009 Å,
which are shorter than the 3.129 ± 0.012 Å and 2.088 ± 0.031 Å
for W20 through W30 (Fig. 1E). Contraction at low Fe-content is
consistent with XRD results, conrming that W0 through W15
spontaneously oxidized while awaiting synchrotron measure-
ment. Samples W20 through W30 show compatible RFeM and
RCoM values, but W5 through W15 show signicant disagree-
ment between RCoO and RFeO and between RCoM and RFeM

(Fig. 1E and F). Comparison of RCoM to RFeM, and of each to dMM,
highlights the inconsistency between the Co and Fe coordina-
tion environments in the low Fe-content water series (Fig. S5†).
The two RMM values must be compatible if they coexist within
a single structure. Discrepancies therefore indicate incomplete
integration of Fe into the Co(OH)2 lattice or elemental segre-
gation for the low Fe-content samples in the water series.

The EXAFS of the formamide series indicate that Fe-ions
uniformly integrate into Co(OH)2. The FT spectra again show
characteristic peaks for metal (oxy)hydroxides (Fig. 1D). The
locations and intensities for the RFeM and RCoM peaks are in
good agreement with each other across the series (Fig. 1D),
conrming uniform distribution of Fe throughout a Co(OH)2
lattice. The RFeO and RCoO features show comparable location
for these samples, but RCoO is consistently less intense than
RFeO. Both RCoO and RFeO are therefore comparable on average,
but RCoO shows measurably more variation. Simulations of the
data indicate that RCoM values are within 0.01 Å of dMM values
for this series, while RFeM increase from −0.01 Å vs. dMM to 0.03
Å (Tables S3–S6, Fig. S1 and S4†). These features suggest that
the Co–O bonds distort to accommodate rigid Fe–O bonds and
maintain the integrity of the 2-dimensional lattice.

Pre-edge features of K-edge spectra are associated with
symmetry-forbidden 1s-to-3d excitations, which are visible
when distortions relax selection rules.31 The formamide series
shows composition-dependent changes for Co and Fe: the Co
data contains a 7709 eV peak whose intensity increases with Fe-
content (Fig. 2A), while Fe shows overlapping peaks at 7112.7
and 7114.2 eV that merge into one at 7113.4 eV that grows with
Fe-content (Fig. 2B). The water series shows little change
between W0 and W15, with a static peak near 7710 eV for Co
(Fig. 2A) and two overlapping peaks for Fe (Fig. 2B). The Co pre-
edge feature abruptly shis to 7709 eV at W20, then shows the
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Structural analysis of the two series of Co1−xFex(OH)2 samples. (A) Powder X-ray diffraction patterns for W0 through W30 (top), FA0
through FA30 (bottom), with Co3O4 and highly crystalline b-Co(OH)2 synthesized for comparison. Effect of composition on (B) the distance
between nearest transition metal neighbors as determined from the (100) Bragg peak, and (C) interlayer spacing. The data for the water series
shows distances measured immediately after synthesis (hollow points) and after four weeks (solid points). (D) Fourier transformed EXAFS results
for the water (top) and formamide (center) sample series, with hydrothermally synthesized Co(OH)2, an electrochemically oxidized form of it
(CoOOH), and Co3O4 included for comparison (bottom). Composition dependent trends in (E) RM–O and (F) RM–M for the two series. Each
composition series contains Fe contents of 0% (black), 5% (red), 10% (blue), 15% (green), 20% (purple), 25% (brown), and 30% (turquoise).
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same composition dependent changes as the formamide series.
This behavior is mirrored in the Fe data, where the peaks merge
into a single feature that grows with Fe-content. Intensity
growth in pre-edge peak is consistent with increasing bonding
environment distortions that disrupt local symmetry.31 This is
consistent with the composition dependent trends in the EXAFS
data (Fig. 1).

XANES spectra are commonly used to assess element-specic
oxidation states. The K-edge of the formamide sample series is
static near 7718 eV (Fig. 2A; Table S7†), suggesting divalent
cobalt ions.17 The water series contrasts, showing changes in
edge-shape and location. The 7721.0 eV K-edge location
measured for W0 is close to values reported for LiCoO2 (7721.2
eV) and CoOOH (7721 eV).32 The K-edge continually shis to
lower energies betweenW5 andW15, ultimately stabilizing near
7718 eV for W20 through W30 (Fig. 2A). This analysis conrms
that cobalt ions are distinctively different for W0 through W15
than for all other samples.
© 2024 The Author(s). Published by the Royal Society of Chemistry
The Fe K-edges show a decrease in peak intensity in the water
series, and changes in edge shape and location in the form-
amide series (Fig. 2B; Table S7†). A voltage-induced shi in Fe
K-edge location was previously reported for electrodeposited
Co0.6Fe0.4(OH)y and Co0.8Fe0.2(OH)y using operando XANES
experiments, which was assigned to partial oxidation of Fe
ions.19 The composition-induced changes seen in the form-
amide series are reminiscent of behavior previously seen for
Ni1−xFe(OH)2, however, where a shi in Fe K-edge location was
attributed to distortions in bonding environment inducing
a change in shape of the spectrum.23,24 Local bonding geometry
affects electronic structure, which affects the shape and loca-
tion of K-edge spectra without altering oxidation states.33–39 For
example, the Zn(II) K-edge is shied and distorted by local
geometry when ions adsorbed to silica and quartz,33 changes in
coordination symmetry for Cu(II) ions distort the rising edge
portion of spectra,37 and even the uorine K-edge spectra show
variations with changes in local symmetry in the highly-ionic
Chem. Sci., 2024, 15, 15339–15351 | 15341
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Fig. 2 X-ray absorption near-edge spectra for Co1−xFex(OH)2. XANES spectra for the (A) Co K-edge and (B) Fe K-edge of the water (top) and
formamide (bottom) sample series. Data is shown for Co3O4 and hydrothermally synthesized b-Co(OH)2 for comparison. (C) Difference plots
between the Fe and Co K-edge spectra acquired after normalizing and aligning white line maxima. Arrows depict direction of change with
increasing Fe-content. Dotted lines are used to highlight samples W5, W10 and W15, which spontaneously oxidize. Each composition series
contains Fe contents of 0% (black), 5% (red), 10% (blue), 15% (green), 20% (purple), 25% (brown), and 30% (turquoise).

Chemical Science Edge Article

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

7 
A

ug
us

t 2
02

4.
 D

ow
nl

oa
de

d 
on

 3
/1

1/
20

26
 1

:1
3:

55
 A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
alkali and alkali earth salts.38 Simple analysis of edge location
cannot differentiate between the two possibilities.

Direct comparison of the Fe and Co XANES spectra that do
not spontaneously oxidize reveals systematic changes in relative
edge-shapes. The orbitals for Fe and Co ions residing in iden-
tical crystallographic environments would experience identical
crystal eld splittings. They should therefore produce very
similar absorption spectra due to their proximity in the periodic
table, but with subtle differences due to changes in transition
metal electronegativity. The validity of this can be seen using
calculated data for Fe and Co: XANES spectra calculated for b-
Co(OH)2 (ICSD 88940) and one with identical geometry, but
with all Co substituted for Fe, show very similar edge proles
(Fig. S6†).40 Each spectrum was shied and normalized such
that the white linemaxima were aligned with unit absorbance to
enable direct comparison of the spectra. This processing
effectively denes the energy scale relative to the 4p orbitals of
the transition metal, and the intensity relative to the strongest
1s-to-4p transition component. A difference plot derived from
these adjusted spectra contains two signicant peaks within the
rising-edge region: one located 4.1 eV below the white line
maximum with ca. 10% maximum intensity, and one 9.5 eV
below the white line with ca. 4% maximum intensity. Being
within the edge, these features are attributed to variations in
electronic transitions that are primarily 1s-to-4p in nature. We
sought to probe the differences in valence structure
surrounding the Fe and Co ions by similar direct comparison of
the Fe and Co K-edges for each experimental sample (Fig. 2C
and S6†). The formamide series and samples W20 through W30
show striking similarities to the calculated spectra, with broad
peaks emerging ca. 4 and 9 eV below the absorption maxima.
These peaks decrease in intensity and a shi towards the
absorption edge as Fe-content increases (Fig. 2C). Samples W0
through W15, which spontaneously oxidize, once again present
contrasting results with difference peaks ca. 3 eV further from
15342 | Chem. Sci., 2024, 15, 15339–15351
the absorption edge. The differences between the oxidized
samples and the others shows that changes in transition metal
oxidation state have different effects on K-edge structure than
compositional changes. The systematic energy shi for differ-
ence peaks in the formamide series and W20 through W30 thus
appears to be linked to electronic structure modications.
Comparison of XANES behavior with XAFS and XRD leads us to
attribute K-edge shis to composition-dependent changes in
bonding rather than changes in oxidation state, with the
exceptions of W0 through W15.

Raman spectra acquired across the formamide series are
consistent with a blended metal hydroxide and metal oxy-
hydroxide structure. Numerous reports on Raman spectra of
cobalt (oxy)hydroxides exist, but assignment of spectroscopic
features can be inconsistent.41–47 A recent report analyzing the
transformation of b-Co(OH)2 to LiCoO2 contains well-dened
spectra for b-Co(OH)2, CoOOH and Co3O4 with associated
XRD.48 The report shows (i) Raman vibrations at 250 (weak), 431
(moderate), and 503 (strong) cm−1 for b-Co(OH)2, (ii) a broad
feature between ca. 400 and 640 cm−1 and peaks at 505
(moderate), 597 (moderate), and 640 (weak) cm−1 for CoOOH,
and (iii) peaks at 196 (strong), 493 (strong), 532 (weak), 616,
(weak) and 697 (moderate) cm−1 for Co3O4. The formamide
series spectra are consistent with b-Co(OH)2 between FA0 and
FA15, with peaks near 517 cm−1 (strong), 453 cm−1 (moderate)
and 260 cm−1 (weak; Fig. 3). The series develops features
reminiscent of CoOOH at higher Fe-content: a strong peak
emerges near 687 cm−1, with a broad feature between it and
that at 517 cm−1. XRD and XAFS indicate no lattice contraction.
These changes are accompanied by loss of intensity of O–H
stretching modes (Fig. S7†). The emergence of the ca. 517 and
687 cm−1 features are therefore attributed to Fe(III) within the
lattice, which induces deprotonation of hydroxide groups due to
the cation valence change.49 Samples FA20 and FA25 show weak
peaks aligned with the major peaks for Co3O4 at 190 and
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 Raman spectra for the Co1−xFex(OH)2 composition series. The
water series (top) and formamide series (middle) were normalized to
the peak near 500 cm−1. Spectra for hydrothermally synthesized
Co(OH)2, an electrochemically oxidized form of it (CoOOH), and
Co3O4 are provided for comparison. Each composition series contains
Fe contents of 0% (black), 5% (red), 10% (blue), 15% (green), 20%
(purple), 25% (brown), and 30% (turquoise).

Fig. 4 Electrochemical behavior of Co1−xFex(OH)2 sample series. (A)
Cyclic voltammograms of water (top) and formamide (bottom) sample
series. (B) Composition dependent trends in anodic and cathodic peak
locations. (C) Semi-logarithmic steady state current density plots for
the water (top) and formamide (bottom) sample series. Data for blank
carbon fiber paper substrates are included for comparison. (D)
Composition dependence of Tafel slope. Currents are normalized by
electrode geometric surface area. Each composition series contains Fe
contents of 0% (black), 5% (red), 10% (blue), 15% (green), 20% (purple),
25% (brown), and 30% (turquoise).
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482 cm−1. No Bragg peaks for Co3O4 were observed in XRD
patterns, suggesting a small degree of laser-induced phase
transition to Co3O4. The Raman spectra are consistent with the
conclusion that Fe(III) ions uniformly integrate into a Co(OH)2
matrix.

Raman spectra for the water series show the characteristic
behavior of CoOOH, with major peaks near 500 and 685 cm−1

and a broad feature between (Fig. 3). A distinct peak appears
near 450 cm−1 for W20 through W30, which matches one seen
in the formamide series that is the major peak expected for
Co(OH)2. The formamide series and the high concentration
water series samples thus exist in similar structures and can be
directly compared, while spontaneous changes in the low Fe-
content samples in the water series impede direct comparisons.

Cyclic voltammograms show a prominent reversible redox
process in both sample series. With an anodic peak near 1.15 V
vs. RHE and a cathodic peak near 1.04 V, the process can be
assigned as a Co(II)/Co(III) transition (Fig. 4A). The anodic and
cathodic peaks in the formamide series both trend anodically
with Fe-content (Fig. 4B). The anodic peak in the water series
behaves similarly, but the cathodic peak initially shis
cathodically, increasing peak separation for the low Fe-content
samples that spontaneously oxidize, before shiing anodically.
© 2024 The Author(s). Published by the Royal Society of Chemistry
An abrupt decrease in peak spacing for W30 may be associated
with partial segregation of iron (oxy)hydroxide, as has been re-
ported for bimetallic metal (oxy)hydroxides.50 All samples begin
to catalyze OER near 1.4 V. Semi-logarithmic plots of steady
state current density against voltage (Fig. 4C) provide a number
of parameters that could be utilized for kinetic analysis and
benchmarking. We select the Tafel slope, which is extracted
from the linear segment of the data (Fig. S8†), as the parameter
of interest because it captures the primary change that occurs as
a function of catalyst composition and is not affected by
normalization procedures (see ESI Discussion S1†). The slope is
between 30 and 50 mV dec−1 for all samples, consistent with
reports on materials with similar compositions.45,51,52 The slope
gradually shis to lower values with increased Fe-content in the
formamide series, but a much more abrupt change occurs in
the water series (Fig. 4D).
Chem. Sci., 2024, 15, 15339–15351 | 15343
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Discussion

Diverse structural techniques reveal similar structures for all
Co1−xFex(OH)2 samples studied, but variations in average
coordination environment of Fe and Co. Composition-
dependent changes in RCoM and RFeM conrm incorporation
of Fe into the cobalt lattice (Fig. 1), and no signs of phases other
than metal (oxy)hydroxides are seen in XAS, XRD or Raman
spectroscopy (Fig. 1 and 3). The single dMM value derived from
XRD presents a model where Co and Fe ions share occupancy of
a single crystallographic site, but the mismatch between dMM,
RCoM and RFeM reveal element-specic distortions within this
site (Fig. 5A). The cause of such distortions are seen in metal–
oxygen bond lengths: RCoO changes with Fe-content while RFeO

remains static (Fig. 5B). The RCoO values are consistently larger
than RFeO in the formamide series, with continuously expand-
ing RCoO values increasing the difference in coordination envi-
ronments for the two elements. The difference is inverted for
spontaneously oxidized samples of the water series then re-
established for the high Fe-content samples, as would be ex-
pected from ionic radius arguments using Co(II), Co(III) and
Fe(III). These trends depict element-specic coordination envi-
ronment variations due to synthetic procedures and shows
composition to be an inadequate structural descriptor.
Fig. 5 Correlational analysis of structural features in the FexCo1−x(OH)2
bridges as measured by XRD (dM–M) and XAS (RM–M). A line with unity sl
Changes in dominant Co–O and Fe–O bond lengths extracted from EX
energy of the primary peak in differential XANES spectra and (C) the Co–M
O bond angle calculated from EXAFS data. (E) Relationship between mea
bridges prior to spontaneous oxidation of samples W0 through W15 (pl
removed from others and was not included in calculation of the trend
O–M–O bond angles for Co and Fe centers. The FA0 sample was plotte

15344 | Chem. Sci., 2024, 15, 15339–15351
A structural parameter capable of accurately describing
samples synthesized by different protocols must capture the
relative differences between Fe and Co. The ca. 11% compres-
sion in lattice parameters upon spontaneous oxidation of Co
ions in samples W0 through W15 (Fig. 1) signicantly alters
strain and bonding considerations for the samples. Further, it
changes the effective resting state of the catalyst. Correlational
analysis is therefore limited to samples F0 through F30 and
W20 through W30, where changes in electronic and bonding
structure are due to structural changes rather than spontaneous
oxidation of cobalt (all data available in Table S8†). These
samples show relationships between local coordination envi-
ronments and electronic structure parameters from XANES. The
location of the primary XANES difference peak (DEXANES)
represents a relative difference in electronic structure between
Co and Fe (Fig. 2C). This feature is exponentially correlated to
the difference RCoM–RFeM (Fig. 5C). EXAFS-derived bond
distances can approximate O–M–O angles (QM) across the di-m-
hydroxo bridges linking transition metal ions (ESI Discussion
S2†).21 A linear correlation between QCo and DEXANES is found
(Fig. 5D). These correlations conrm that element-specic
distortions systematically alter electronic structure. Despite
strong structure–property correlations, neither structural
descriptor shows a satisfactory relationship with Tafel slopes.
sample series. (A) Comparison of M–M distances across di-m-hydroxo
ope and an intercept of zero is drawn to show perfect correlation. (B)
AFS simulations for the two sample series. Relationships between the
and Fe–M distances across di-m-hydroxo bridges and (D) the O–Co–

sured Tafel slope and the average M–M distance across di-m-hydroxo
otted with hollow datapoints), as measured by XRD. Sample W0 is far
line. (F) Relationship between Tafel slope and the difference between
d using an angle difference of zero to represent no distortion.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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The dMM values acquired immediately aer synthesis, and
therefore before spontaneous oxidation of W0 through W15,
provide a measure of the average structure. This parameter
tracks measured Tafel slopes (Fig. 5E), with lattice expansion
accompanying a decrease in Tafel slope. This parameter,
however, fails to capture the variations across the water series.
Exploration of more complex descriptors found a single
parameter, the difference QCo–QFe in the reduced catalyst state,
that shows good correlation to Tafel slopes across both series
(Fig. 5F). Addition of Fe thus alters the electronic structure of
the solid (Fig. 5C and D), with the static nature of RFe–O (Fig. 5B)
forcing Co ions to increase their distance from nearest neigh-
bours (Fig. 1B) and decreasing QCo relative to QFe (Fig. 5F). This
distortion, graphically represented in Fig. 6, is intimately
related to changes in the Tafel slope for electrocatalytic OER,
which is the primary feature that improves catalyst performance
in these samples. Preferential residence of Fe ions along the
edge has been suggested.53 The differences in structural
parameters between the water series and the formamide series
are believed to arise from changes in distribution of Fe-ions
within the lattice. Experimental strategies to condently
measure the location and distribution of dopant ions in this
family of materials need further development.

A correlation between Tafel slope and relative bond angles
appears to reveal failure of a common assumption applied to
analysis of electron transfer kinetics. Prevailing electron trans-
fer theories dene single-electron elementary reactions where
an applied voltage offsets the oxidized and reduced PES, and
a symmetry coefficient (ba) captures the proportional change in
activation energy for the reaction (dened from anodic
perspective here). Microkinetic models have long demonstrated
that the Tafel slope of anodic electrocatalytic reactions can be
generalized,54–57 where the slope is affected by (i) ba of the rate-
limiting step if it involves electron transfer and by (ii) the
number of electrons transferred prior to the rate-limiting step
(npre):
Fig. 6 Representation of angular distortion measured around Fe ions
embedded within a Co(OH)2 lattice. The O–M–O bond angles are
distorted in element-specific fashion due to RFe–O being shorter than
RCo–O.

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

�
V

dec

�
¼ 2:303RT�

npre þ ba

�
F

(1)

Factors such as equilibrium constants of chemical reactions
or adsorption isotherms alter the log(i)-intercept of log(i)–E
plots, but not the slope (ESI Discussion S3†).54–57 Variations in
catalytic mechanism, identity of rate-limiting step, and b can
produce a range of possible Tafel slopes (Fig. 7A), but possi-
bilities are commonly truncated by assumption that b is 0.5 (ESI
Discussion S3†). Experimental evidence for varied values exist,
however, including reported values between 0.26 and 0.86 for
heterogeneous electrocatalysts,58,59 changes with applied
voltage,54,60 and with temperature.54,61,62 The experimentally
observed Tafel slope values, and their direct correlation with
a structural distortion, are incompatible with the simplifying
assumption that b is 0.5 (Fig. 5F and 7A).

The observed behavior is proposed to arise from oxidation of
Co(OH)2 to CoOOH followed by rate-limiting oxidation of
CoOOH to CoO2 (Fig. 7B), with ba of the rate-limiting step being
altered by structural distortion. Oxidation of Co(OH)2 to CoOOH
induces signicant lattice contraction (Fig. 1). The subsequent
oxidation of CoOOH to CoO2 would be expected to induce
similar lattice contraction. The tensile strain arising from
inclusion of Fe ions into the lattice would inhibit such lattice
contractions, effectively broadening the PES for the oxidized
states (Fig. 7C). The resultant increase in ba can be viewed as
a decrease in the reorganization energy as dened by asym-
metric Marcus-Hush theory.63–65 The Tafel slope reaching 30 mV
dec−1 at the highly distorted end of the correlation suggests that
ba changes may accelerate the second electron transfer suffi-
ciently to shi rate-limiting nature to subsequent O–O bond
formation. Evidence for a lattice oxygen mechanism (LOM) in
Co-based oxides has grown in recent years,64–68 and the unusu-
ally short distance between neighboring lattice oxygen ions in
Na0.67CoO2 has been shown to accelerate OER.68 The contrac-
tion of QCo observed here is conceptually consistent with such
reports, suggesting that installation of localized distortions
using dopants with rigid M–O bonds may be a viable design
strategy to induce LOM in electrocatalysts. The dependence of
ba on both catalyst composition and catalyst fabrication means
that samples with the same nominal composition cannot be
directly compared across the literature; the ability to correlate
performance to a single structural descriptor demonstrates that
meaningful comparisons can nonetheless be made if sufficient
information is provided.

The mechanistic proposal presented here was derived using
structure–property correlations obtained using structural
features measured for the bulk materials rather than the
surface. It therefore remains unclear what inuence surface-
based phenomena have on the observed behavior and overall
system. It has been demonstrated, for example, that the
elemental composition at the surface of layered double
hydroxides may be altered relative to the bulk,69 that cyclic
dissolution/redeposition processes induce dynamic changes to
surface composition and morphology,12,13,70 that changes in
crystallite size can alter catalyst performance,71,72 and that
Chem. Sci., 2024, 15, 15339–15351 | 15345
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Fig. 7 Mechanistic analysis. (A) Comparison of Tafel slopes predicted for combinations of electrochemical (abbreviated E) and chemical
(abbreviated C) steps. The terminal character is rate-limiting for each theoretical curve, and experimentally measured values for FexCo1−x(OH)2
are marked as horizontal gray lines. (B) Proposed mechanism, where the second electron transfer from the catalyst rest state is rate-limiting. (C)
Depiction of asymmetric distortion of potential energy surfaces that would induce an increase in the symmetry coefficient, ba.

Chemical Science Edge Article

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

7 
A

ug
us

t 2
02

4.
 D

ow
nl

oa
de

d 
on

 3
/1

1/
20

26
 1

:1
3:

55
 A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
redox-driven changes in catalyst conductivity can alter perfor-
mance.73 Our analysis also does not consider what inuence
emerging alternative mechanisms for electrochemical reactions
may have, such as the recent suggestion that charge accumu-
lation at the electrode surface may induce a change in Tafel
slope,74 and that the pre-exponential term in Arrhenius'
handling of reaction kinetics may be important for electro-
catalytic reactions.75 The analysis of how such surface-based
phenomena inuence the bulk-derived structure–property
correlations may enable development of robust catalyst design
principals for use by researchers active in electrocatalysis.
Conclusions

We demonstrate element-specic distortions in Co1−xFex(OH)2
that vary with both material composition and fabrication
protocol. XRD, XAFS and Raman spectroscopy conrm a similar
structure for all samples, with successful Fe-incorporation into
Co(OH)2 conrmed by composition dependent changes in di-m-
hydroxo bridges distances. EXAFS reveals remarkably stable Fe–
O bond distances across all samples, which contrasts with
composition-dependent trends in Co–O bonds. Correlations
between structural parameters from the different characteriza-
tion techniques show that rigid Fe–O bonds are accommodated
by distorting the local Co coordination environment relative to
Fe environment. This alters the electronic structure, as
measured by XANES, which ultimately improves electrocatalytic
OER. The difference in O–M–O bond angles between the Co and
Fe sites is a structural feature found to correlate to the kinetic
response. Microkinetic analysis suggest that the structural
distortion alters the kinetic response through asymmetric
distortion of potential energy surfaces for the Co(III) to Co(IV)
redox transition. Identication of a specic structure–property
correlation that relates localized distortions to electrocatalyst
performance parameters provides a design principle to assist
ongoing efforts to rationally design electrocatalysts.
15346 | Chem. Sci., 2024, 15, 15339–15351
Methods
Materials

Cobalt chloride hexahydrate (CoCl2$6H2O) (Certied ACS
Grade, Fisher Chemical), ferric chloride (FeCl3) (Puried Grade,
Fisher Chemical), sodium hydroxide and potassium hydroxide
(NaOH and KOH) (Reagent Grade, Sigma-Aldrich), and form-
amide (Reagent Grade, Sigma-Aldrich) were used as received.
Milli-Q H2O (18.2 M U) was used for all synthesis and
experiments.
Synthesis

Two analogous layered double (oxy)hydroxide composition
series were fabricated using variations of a pH precipitation
protocol. Conventional aqueous pH precipitation was carried
out by dissolving appropriate amounts of ferric chloride and
cobalt chloride hexahydrate in Milli-Q water to obtain a total
metal ion concentration of 0.35 M with the desired stoichiom-
etry to obtain CoxFe1−x(OH)2, where x was varied from 0 to 0.3. A
1M aqueous NaOH solution was added dropwise to the solution
while stirring under N2 environment until a pH of 12 was
reached. Stirring was maintained for 10 additional minutes
before the solid product was collected by centrifugation. The
solid was washed twice by suspending in 10 mL aliquots of
water, three times in 10 mL aliquots of acetone, then dried
overnight at 75 °C. The fabrication protocol was modied for
the second sample series by the addition of formamide to the
reaction solution, which has previously been reported to
produce single-layered sheets by hydrogen bonding to the basal
planes of the metal (oxy)hydroxide and disrupting layer stack-
ing.76 An identical protocol was employed for this sample series
as the aqueous samples, with the exception that the precursor
solutions were prepared in aqueous solutions containing 30% v/
v formamide. The two-composition series are referred to here as
the water series and the formamide series.

Hydrothermal synthesis was used to prepare a b-Co(OH)2
sample for comparison. A 40 ml solution containing 0.6 M
© 2024 The Author(s). Published by the Royal Society of Chemistry
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aqueous solution of cobalt chloride hexahydrate and 5 M
potassium hydroxide was added to a Teon autoclave. The
autoclave was heated at 140 °C for 16 hours. The supernatant
liquid was then removed, solid particles were washed withMilli-
Q water, and the solid was added into an autoclave reactor again
with 40 ml of Milli-Q water. The reactor was heated to 170 °C
and held for 16 hours. The nal product was collected by
vacuum ltration, rinsed with water then ethanol, then dried in
an oven at 200 °C for two hours. A nanocrystalline form of Co3O4

was synthesized using a previously published protocol.77

X-ray absorption spectroscopy

XAS experiments were performed at the Beamline for Materials
Measurements (BMM) at the National Synchrotron Lights
Source II (Brookhaven National Laboratory, NY, USA) using
a Si(111) monochromator. Data were collected in transmission
mode for the Co K-edge of all samples, and in both trans-
mission and uorescence mode, using a 4 element Si dri
detector, for Fe K-edge data. The Athena soware package was
used for data reduction of XAS spectra using standard
processes.78 The Artemis soware package was used to generate
structural models by simulation of k3 weighted EXAFS results
between k values of 3 and 15 Å−1. Considering similarities in
nominal structure, the data was tted using a group-tting
strategy across the sample series. The Debye–Waller factor
(s2), the amplitude reduction factor (So

2), and Eo were xed for
all M–O and M–M shells for the Co and Fe K-edges. The bond
distances, RM–O and RM–M, and coordination numbers, NM–O,

and NM–M, were then tted for each sample in the composition
series (Tables S3–S6†). Samples that showed unreasonably low
coordination numbers were tted using two unique M–O and
M–M values. The validity of this approach is supported by the
coordination numbers of the two M–O shells summing to near
an expected value of 6 for the layered double (oxy)hydroxide
structure, and observation of structures resembling Co(OH)2
and CoOOH in other analytical techniques. The location of Co
and Fe K-edges were determined by half-height method (Table
S7†).

Electrochemical analysis

Experiments were conducted in a single compartment poly-
ethylene cell using a Biologic SP-300 electrochemical worksta-
tion. A Gaskatel HydroFlex reversible hydrogen electrode (RHE)
was used as reference electrode, platinum mesh as the counter
electrode, and Toray carbon ber paper as a substrate for the
working electrode. A total of 5 mg of each powdered sample was
dispersed in a liquid containing 780 mL of ethanol, 200 mL of
ethanol of H2O, and 20 mL of 0.5% Naon suspension by
ultrasonication, then a 20 mL aliquot was deposited on a carbon
ber paper electrode. All data is displayed following normali-
zation by geometric surface area of the electrode. We note that
this does not enable quantitative analysis of specic activity of
the catalysts, but that the primary parameters analyzed in the
manuscript are not affected by normalization procedure. A 1 M
KOH solution served as the electrolyte. Trace-level contamina-
tion of ferric ions in alkaline solutions are well documented to
© 2024 The Author(s). Published by the Royal Society of Chemistry
integrate into Fe-free materials such as Co(OH)2 and Ni(OH)2,
substantially altering their electrochemical properties.69,79 Such
changes have not been reported or systematically studied for
materials with non-zero Fe-content, however, such as the
Co1−xFex(OH)2 series studied here. Such Fe-containing mate-
rials will activate cyclic dissolution/deposition processes for the
Fe-ions,12 ultimately negating the purication step by trans-
ferring Fe ions into solution. Electrolyte solutions were there-
fore used in their as-prepared state, without purication of trace
Fe-contaminants. Cell resistance values on the order of 5 Ohms
were recorded at open circuit potential at the onset of each
experiment. Cyclic voltammetry experiments were recorded at
10 mV s−1 between 0.9 and 1.7 V vs. RHE for ten cycles, and the
last cycle of each sample was compared. Steady state electroki-
netic behavior was analyzed using 60 second chro-
noamperometry experiments that were recorded in 10 mV
between 0.9 V and 1.7 V. Measurements were repeated in both
anodic and cathodic directions. Tafel slopes were calculated by
tting the linear portion of semi-logarithmic log(i)–E plots
(Fig. S8†), and the average between the two is used for analysis.
Error bars represent the standard deviation between these
values.

X-ray diffraction

Diffraction patterns were measured by using a PANalytical
Empyrean diffractometer with Cu Ka radiation (l = 1.5405 Å)
and 2q angles between 10 and 80° at a step size of 0.0250°. The
Bragg–Brentano geometry equipped with a PIXcel bidimen-
sional detector and a Ni foil lter. Rietveld renements were
performed on the water series of samples using GSAS-II so-
ware (version 5684). A polynomial baseline was used and
parameters rened included scale factor, sample displacement,
unit cell parameters, and crystal domain size. A uniaxial
domain was used for crystallite size, with the (001) axis dened
as the unique axis. Renements were not possible on the
formamide sample series due to the high degree of disorder.

Raman spectroscopy

Raman measurements were performed using a Renishaw inVia
Reex confocal Raman microscope. All phases of cobalt oxides
and (oxy)hydroxide materials are susceptible to laser-induced
phase transition to Co3O4, including CoO, Co(OH)2, and
CoOOH.80,81 Tests were carried out to identify a suitable laser
power to avoid phase transitions. A 532 nm (Renishaw DPSSL,
50 mW) laser, ltered to 1% of maximum intensity unless
otherwise stated, was used in conjunction with 1800 lines/mm
diffraction grating. Raman data were processed and analyzed
by Renishaw WiRE 5.3 soware package. Processing of spectra
includes subtraction of baseline, spectrum normalization, and
curve tting.

Energy dispersive X-ray spectroscopy

Measurements were performed using an Oxford X-Max attached
to a LEO 1530 electron microscope. An incident energy of 20 kV
was focused on powder-form samples, which were attached to
double sided carbon tape and mounted on aluminum
Chem. Sci., 2024, 15, 15339–15351 | 15347
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substrates. Elemental content was analyzed using the X-max
Aztec soware package.
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M. Gliech, J. F. De Araújo, T. Reier, H. Dau and P. Strasser,
Reversible Amorphization and the Catalytically Active State
of Crystalline Co3O4 during Oxygen Evolution, Nat.
Commun., 2015, 6, 8625, DOI: 10.1038/ncomms9625.

15 D. Karapinar, N. T. Huan, N. Ranjbar Sahraie, J. Li,
D. Wakerley, N. Touati, S. Zanna, D. Taverna, L. H. Galvão
Tizei, A. Zitolo, F. Jaouen, V. Mougel and M. Fontecave,
Electroreduction of CO2 on Single-Site
Copper-Nitrogen-Doped Carbon Material: Selective
Formation of Ethanol and Reversible Restructuration of
the Metal Sites, Angew. Chem., Int. Ed., 2019, 58(42), 15098–
15103, DOI: 10.1002/anie.201907994.
© 2024 The Author(s). Published by the Royal Society of Chemistry

https://doi.org/10.1039/C6CS00328A
https://doi.org/10.1039/C6CS00328A
https://doi.org/10.1016/j.nanoen.2017.05.022
https://doi.org/10.1016/j.nanoen.2017.05.022
https://doi.org/10.1063/5.0058704
https://doi.org/10.1021/acs.chemrev.1c00234
https://doi.org/10.1021/acs.chemrev.1c00234
https://doi.org/10.1126/science.1212858
https://doi.org/10.1126/science.1212858
https://doi.org/10.1016/j.joule.2017.11.014
https://doi.org/10.1021/acs.chemmater.7b04534
https://doi.org/10.1038/ncomms9249
https://doi.org/10.1038/ncomms9249
https://doi.org/10.1021/acs.chemmater.0c00061
https://doi.org/10.1021/acs.chemmater.8b01321
https://doi.org/10.1021/acs.chemmater.8b01321
https://doi.org/10.1021/acs.nanolett.9b03523
https://doi.org/10.1038/s41467-022-28723-9
https://doi.org/10.1021/acscatal.0c01944
https://doi.org/10.1038/ncomms9625
https://doi.org/10.1002/anie.201907994
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4sc01841a


Edge Article Chemical Science

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

7 
A

ug
us

t 2
02

4.
 D

ow
nl

oa
de

d 
on

 3
/1

1/
20

26
 1

:1
3:

55
 A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
16 M. W. Kanan, Y. Surendranath and D. G. Nocera, Cobalt–
Phosphate Oxygen-Evolving Compound, Chem. Soc. Rev.,
2009, 38(1), 109–114, DOI: 10.1039/B802885K.

17 M. Risch, V. Khare, I. Zaharieva, L. Gerencser, P. Chernev
and H. Dau, Cobalt–Oxo Core of a Water-Oxidizing Catalyst
Film, J. Am. Chem. Soc., 2009, 131(20), 6936–6937, DOI:
10.1021/ja902121f.

18 N. Li, R. G. Hadt, D. Hayes, L. X. Chen and D. G. Nocera,
Detection of High-Valent Iron Species in Alloyed Oxidic
Cobaltates for Catalysing the Oxygen Evolution Reaction,
Nat. Commun., 2021, 12, 4218, DOI: 10.1038/s41467-021-
24453-6.

19 L. J. Enman, M. B. Stevens, M. H. Dahan, M. R. Nellist,
M. C. Toroker and S. W. Boettcher, Operando X-Ray
Absorption Spectroscopy Shows Iron Oxidation Is
Concurrent with Oxygen Evolution in Cobalt–Iron (Oxy)
Hydroxide Electrocatalysts, Angew. Chem., Int. Ed., 2018,
57(39), 12840–12844, DOI: 10.1002/anie.201808818.

20 R. D. L. Smith, C. Pasquini, S. Loos, P. Chernev, K. Klingan,
P. Kubella, M. R. Mohammadi, D. Gonzalez-Flores and
H. Dau, Spectroscopic Identication of Active Sites for the
Oxygen Evolution Reaction on Iron-Cobalt Oxides, Nat.
Commun., 2017, 8(1), 2022, DOI: 10.1038/s41467-017-01949-
8.

21 R. D. L. Smith, C. Pasquini, S. Loos, P. Chernev, K. Klingan,
P. Kubella, M. R. Mohammadi, D. González-Flores and
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Ramı́rez, B. R. Cuenya, R. Schlögl, P. Strasser, D. Teschner
and T. E. Jones, Key Role of Chemistry versus Bias in
Electrocatalytic Oxygen Evolution, Nature, 2020, 587(7834),
408–413, DOI: 10.1038/s41586-020-2908-2.

75 C. G. Rodellar, J. M. Gisbert-Gonzalez, F. Sarabia, B. Roldan
Cuenya and S. Z. Oener, Ion Solvation Kinetics in Bipolar
Membranes and at Electrolyte–Metal Interfaces, Nat.
Energy, 2024, 9(5), 548–558, DOI: 10.1038/s41560-024-
01484-z.

76 J. Yu, J. Liu, A. Cleareld, J. E. Sims, M. T. Speiegle, S. L. Suib
and L. Sun, Synthesis of Layered Double Hydroxide Single-
Layer Nanosheets in Formamide, Inorg. Chem., 2016,
55(22), 12036–12041, DOI: 10.1021/acs.inorgchem.6b02203.

77 R. Xu and H. C. Zeng, Mechanistic Investigation on Salt-
Mediated Formation of Free-Standing Co3O4 Nanocubes at
95 °C, J. Phys. Chem. B, 2003, 107(4), 926–930, DOI:
10.1021/jp021094x.

78 B. Ravel and M. Newville, ATHENA, ARTEMIS,
HEPHAESTUS: Data Analysis for X-Ray Absorption
Spectroscopy Using IFEFFIT, J. Synchrotron Radiat., 2005,
12(4), 537–541, DOI: 10.1107/S0909049505012719.

79 D. A. Corrigan, The Catalysis of the Oxygen Evolution
Reaction by Iron Impurities in Thin Film Nickel Oxide
Electrodes, J. Electrochem. Soc., 1987, 134(2), 377–384, DOI:
10.1149/1.2100463.

80 B. Rivas-Murias and V. Salgueiriño, Thermodynamic CoO–
Co3O4 Crossover Using Raman Spectroscopy in Magnetic
Octahedron-Shaped Nanocrystals, J. Raman Spectrosc.,
2017, 48(6), 837–841, DOI: 10.1002/jrs.5129.

81 C. Pasquini, I. Zaharieva and H. Dau, Operando Raman
Spectroscopy Tracks Oxidation-State Changes in an
Amorphous Co Oxide Material for Electrocatalysis of the
Oxygen Evolution Reaction, J. Chem. Phys., 2020, 152,
194202, DOI: 10.1063/5.0006306.
Chem. Sci., 2024, 15, 15339–15351 | 15351

https://doi.org/10.1039/D2TA01237E
https://doi.org/10.1038/ncomms11053
https://doi.org/10.1038/ncomms11053
https://doi.org/10.1038/nchem.2695
https://doi.org/10.1073/pnas.1901046116
https://doi.org/10.1073/pnas.1901046116
https://doi.org/10.1021/ja502379c
https://doi.org/10.1073/pnas.1711836114
https://doi.org/10.1038/s41560-022-01083-w
https://doi.org/10.1038/s41560-022-01083-w
https://doi.org/10.1038/s41560-021-00948-w
https://doi.org/10.1021/acs.chemmater.5b03404
https://doi.org/10.1021/acs.chemmater.5b03404
https://doi.org/10.1038/s41586-020-2908-2
https://doi.org/10.1038/s41560-024-01484-z
https://doi.org/10.1038/s41560-024-01484-z
https://doi.org/10.1021/acs.inorgchem.6b02203
https://doi.org/10.1021/jp021094x
https://doi.org/10.1107/S0909049505012719
https://doi.org/10.1149/1.2100463
https://doi.org/10.1002/jrs.5129
https://doi.org/10.1063/5.0006306
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4sc01841a

	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...

	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...
	Interplay between element-specific distortions and electrocatalytic oxygen evolution for cobalttnqh_x2013iron hydroxidesElectronic supplementary...


