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ABSTRACT: During the last decades, X-ray absorption spectroscopy (XAS) has become
an indispensable method for probing the structure and composition of heterogeneous
catalysts, revealing the nature of the active sites and establishing links between structural
motifs in a catalyst, local electronic structure, and catalytic properties. Here we discuss the
fundamental principles of the XAS method and describe the progress in the instrumentation
and data analysis approaches undertaken for deciphering X-ray absorption near edge
structure (XANES) and extended X-ray absorption fine structure (EXAFS) spectra. Recent
usages of XAS in the field of heterogeneous catalysis, with emphasis on examples concerning
electrocatalysis, will be presented. The latter is a rapidly developing field with immense
industrial applications but also unique challenges in terms of the experimental
characterization restrictions and advanced modeling approaches required. This review will
highlight the new insight that can be gained with XAS on complex real-world electrocatalysts
including their working mechanisms and the dynamic processes taking place in the course of a chemical reaction. More specifically,
we will discuss applications of in situ and operando XAS to probe the catalyst’s interactions with the environment (support,
electrolyte, ligands, adsorbates, reaction products, and intermediates) and its structural, chemical, and electronic transformations as it
adapts to the reaction conditions.
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1. INTRODUCTION

The last decades have been marked by drastic developments in
experimental in situ and operando characterization techniques
as well as great progress in theory. Such advanced new
methods have allowed us to gain deeper insight into the
complex processes that take place in thermal- and electro-
catalysts while at work.1−9 The concept of catalysts being
dynamic systems that actively transform and respond to the
reaction conditions, rather than just a static arrangement of
atoms, is almost commonplace now. However, this shift of
paradigm results in an even more pressing need for
experimental tools that would allow one to probe the
composition, structure, and dynamics of catalysts under
realistic reaction conditions. An additional challenge here is
that catalysts are commonly complex, heterogeneous, disor-
dered systems with multiple species coexisting. In many cases,
the nature of the actual active site is still a matter of heated

debate, and cooperative effects involving multiple-sites for
different reaction steps might also have to be considered.
X-ray absorption spectroscopy (XAS) is as a premier

method for in situ/operando studies of catalysts in a broad
range of experimental conditions. Since it is an element-specific
method, it is well-suited to single out the active sites in
multielement systems and can be applied to the investigation
of a broad range of materials (ordered, disordered, nano-
structured, liquids, etc.)10,11 The prominent role of XAS in
catalyst research is also based on its ability to provide very
diverse information about a given sample in a single
experiment. Through the in depth analysis of XAS features,
one can gain access to minute variations in bond lengths
(picometer scale) due to only thermal expansion, surface
relaxation, and interactions with the support, ligands, and
adsorbates but also probe the changes in the material’s
nanoscale morphology, the macroscopic evolution of its
composition and crystallographic structure, and even map
heterogeneous distributions of different species in macroscopic
samples.10,12,13 When carried out under operando conditions,
such studies can provide key information about the identity of
the active species and their activation/deactivation under
reaction conditions, the reaction intermediates and preferred
reaction mechanisms, and the role of the reaction environ-
ment.7,10 At the same time, operando spectroscopic studies
often require new developments in the instrumentation as well
as data analysis and software. The solutions that worked well
for decades in the studies of well-defined samples under
ambient conditions can be inadequate for the characterization
of dynamic processes in realistic heterogeneous and disordered
samples in contact with diverse environments. The unique
challenges of operando XAS studies, and new approaches
undertaken to address them, are the main topics of this
Review.
While many of the problems and examples considered here

are common for both XAS investigations of electrocatalysts
and of thermal catalysts, we chose to especially highlight the
former ones. One of the reasons for this selection is that there
is still a reduced base of fundamental knowledge available on
electrocatalysts while at work. Furthermore, there are also
pressing environmental concerns coupled with the need of
developing a sustainable energy economy, which have brought
to the forefront of fundamental and applied research the
understanding of electrocatalytic processes that might lead to
cost-effective and environmental friendly chemicals and fuels.
Indeed, technologically important electrochemical processes
such as alcohol oxidation reactions in fuel cells, the
electrochemical water splitting for the production of green
hydrogen, the electrochemical reduction of CO2 (CO2RR) to
valuable chemicals and a number of additional electrochemical
reactions still require more efficient catalysts. In many cases,
fundamental understanding of the working principles of
existing catalysts is still lacking, which also hinders the
development of novel catalytic materials.14

Another reason for the emphasis on electrocatalysis in this
Review includes the additional challenges in the XAS studies
under an electrochemical environment. Factors such as the
chemical composition of the catalyst, its oxidation state,
relative concentration and distribution of different atomic
species, the crystallographic structure, morphology (particle
size, shape, exposed facets), lattice strain, surface roughness,
defects, and interparticle distance can affect the performance of
all heterogeneous catalysts. Nevertheless, the presence of the
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electrolyte, its composition, and pH pose additional difficulties
for the data acquisition, interpretation, and modeling,
motivating the current focus on problems and examples that
are more specific to electrochemical catalytic processes. Note
that most of the aforementioned properties can change under
reaction conditions. Therefore, in situ and operando studies are
indispensable for establishing structure−property relationships
in this class of materials.2,15,16

This Review thus complements the recent excellent work by
Bordiga, Lamberti, et al.,10 which discussed the XAS method
and the recent experimental developments in XAS in the

context of studies of heterogeneous thermal catalysts. Here we
build up and expand the focus of previous reviews by Russel
and Rose on the use of XAS for low temperature fuel cell
characterization,17 or that of Lassalle-Kaiser18 and Fabri et al.19

on electrochemical water splitting, Jia et al. on the oxygen
reduction reaction (ORR),20 Marinkovic et al.21 on the
electrochemical ethanol oxidation, and Wang et al.22 describing
XAS application for the study of nanoscale electrocatalysts.
Moreover, we will use this opportunity to summarize and put
into context the various XAS data analysis methods available
for the investigation of heterogeneous, complex, disordered

Figure 1. (a) Cu K-edge XAS data for an as-prepared Cu nanocatalyst used for CO2RR (from ref 25). Schematics of the photoelectron scattering
process, and pre-edge at the Cu K-edge are shown in the insets. (b) Cu K-edge EXAFS data extracted from the XAS spectrum shown in panel a. (c)
Fourier-transformed (FT) Cu K-edge EXAFS spectrum for bulk Cu(II) oxide, its fit with the reverse Monte Carlo (RMC) method (see Section
4.4), and the contributions of the 11 most important photoelectron scattering paths, whose geometries are shown on the right. (d) Cu−O and Cu−
Cu partial radial distribution functions in bulk CuO as obtained from RMC-EXAFS analysis. The structure model, optimized in RMC simulations is
shown in the inset. The vertical dashed lines in panels c and d show the R-value corresponding to an average nearest neighbor Cu−O distance. See
ref 25 for RMC details.
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systems under diverse environmental conditions. The inter-
pretation of XAS data in these cases is often nontrivial, and the
proper choice of data analysis tools can be just as important as
the advancements and proper care implemented in the
acquisition of the experimental data.12,23 The former aspect
is also less well represented in the previous reviews about the in
situ XAS method.
After the necessary introduction of the basic concepts of

XAS in Section 2, and a brief overview of important
experimental aspects of the method in Section 3, we will
dedicate Sections 4 and 5 to the discussion of data analysis
methods, with special attention being paid to the common
pitfalls of the XAS analysis and new advanced analysis
approaches. In Section 6, the application of XAS for in situ
and operando electrochemical studies will be demonstrated
based on selected stories highlighting the diverse information
that can be extracted from XAS data and how such new
knowledge has helped to improve our understanding of the
working mechanisms and structure−property relationships in
electrocatalysis. In particular, examples related to the CO2RR
are shown in Section 6.1, ORR in Section 6.2, and the oxygen
evolution reaction (OER) in Section 6.3. A brief discussion of
the usage of the XAS method to study other electrochemical
processes is given in Section 6.4. Concluding remarks and
future outlook are given in Section 7.

2. XAS: PHYSICAL PRINCIPLES

2.1. Absorption and Absorption Edge

The absorption of any portion of the electromagnetic spectrum
is described by the Beer−Lambert law that states that the
intensity of the radiation after the sample (IT) is exponentially
reduced as the sample thickness d is increased in comparison
to the intensity of the incident radiation (I0) due to the
interactions of the incident photons with atoms in the material:

μ= −I I dexp( )T 0 (1)

Here μ is the linear absorption coefficient, which depends on
the energy of the incident radiation E. In the X-ray range for a
homogeneous monatomic material, an empirical relation links
the μ(E) dependency to the density of the material ρ, atomic
number Z, and relative atomic mass A:24

μ ρ∼E
Z

AE
( )

4

3 (2)

However, at certain energies, when the energy of the incident
photon matches the binding energy of an electron in one of the
deep core levels of the atom, the behavior of μ(E) deviates
from the smooth dependency described by eq 2, and a sharp
increase in the absorption is observed, the so-called absorption
edge or absorption jump. For example, Figure 1a shows an
absorption edge at ∼9.0 keV due to the absorption of X-ray
photons by K-shell (1s) electrons of Cu in an oxidized Cu
nanoparticle (NP).25 In this case, the X-ray photons absorbed
excite the core electrons of Cu to available unoccupied states
in the valence band, resulting in the absorption edge, which
then is referred to as Cu K-edge. The position of the
absorption edge E0 is element-specific, with the corresponding
energies scaling approximately as Z2. The amplitude of the
absorption edge is determined by the number of atoms of a
given type in the way of the X-ray beam, that is, by the sample
thickness and the concentration of the absorbing element. The
shape of the absorption edge and that of the features before

and after the absorption edge are determined by the details of
the electronic structure of the material (density of unoccupied
states available for the excited core-level electron, further on
referred to as photoelectron) as well as its atomistic structure
due to the interactions between the photoelectron and the
neighboring atoms. The oscillations of the absorption
probability before and after the absorption edge are referred
to as X-ray absorption fine-structure (XAFS) and are thus a
very sensitive probe of the material structure and properties.
XAFS features before and immediately after the edge are

known as X-ray absorption near edge structure (XANES), or
near edge XAFS (NEXAFS), and are sensitive to the details of
the density of electronic states near the Fermi level, including
the presence of localized and hybridized states, thus providing
information about the chemical state of the absorbing atoms,
local symmetry, and chemical bonding.26 This region of the
absorption spectra is followed by the extended X-ray
absorption fine structure (EXAFS), which extends into the
range of a few thousands eV above the absorption edge energy.
Because of the high density of available electronic states, and
high energy of the photoelectrons, the EXAFS region is much
less affected by the details of the electronic structure but is a
sensitive probe of spatial arrangements of nearest neighbors
around the absorbing atoms.27 XANES and EXAFS portions of
the absorption spectra thus provide highly complementary
information.
X-ray absorption is intimately linked to X-ray fluorescence

and emission. The vacant state created in the core level of the
absorbing atom after the electron is excited by the X-ray
photon is eventually filled by an electron from some occupied
level with higher energy. Subsequently, the excess energy is
released through the emission of a photon, or by creating
secondary excitations in the electronic system (e.g., the
emission of Auger electrons). In the case of radiative
transitions, due to the large energy difference between the
core levels, the emitted photon will also have its energy in the
X-ray range, and the intensity of the resulting X-ray
fluorescence IF can be used as an indirect measure of the
absorption probability:

μ∼I I E( )F 0 (3)

The same relation describes also the intensity of the Auger
electron emission and enables XAS experiments in total
fluorescence and total electron yield modes.24 The spectrum of
the X-ray fluorescence depends on the density of occupied
states and the created secondary excitations, which may be
captured in complementary X-ray emission spectroscopy
(XES) and resonant elastic and inelastic X-ray scattering
(REXS and RIXS) experiments.28,29

2.2. XANES Basics

As in the case of other spectroscopies, the absorption of X-rays
is described by Fermi’s Golden Rule:30

∑μ δ≈ ⟨ ̂| ⟩| ϵ − ϵ −f T i E(E) ( )
f

f i
2

(4)

where |i⟩ is the initial (ground) state of the absorbing atom and
the summation is carried out over all available final states |f⟩.
They correspond to the situation with one electron (photo-
electron) excited to a higher energy level (localized or
delocalized) and all other electrons in the atom rearranged
due to the presence of positively charged holes in the core
state. A Dirac function δ(ϵf − ϵi − E) describes the
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conservation of energy. The operator T̂ describes the
interaction of the electron with the photon and for practical
calculations can be treated in a common dipole or more
complex quadrupole approximation. The intensity and shape
of the XANES features is thus affected by the density of
unoccupied localized and delocalized states as well as by the
selection rules for a particular transition.
The position of the absorption edge is defined as the onset

of transitions to delocalized continuum states. The correspond-
ing energy is very sensitive to the oxidation state of the atom
and can change by several eVs when the valence state of the
atom changes by one electron. The XANES spectrum after the
absorption edge (post-edge region) changes relatively
smoothly, and the observed features can be understood within
a full multiple scattering (FMS) formalism as a result of the
interactions between the photoelectron and the neighboring
atoms.26,31−33 Similarly to the EXAFS features, the postedge
XANES features are sensitive to the materials crystallographic
structure, interatomic distances, and particle sizes, although
their quantitative interpretation may be even more challeng-
ing.31,34−38

The transitions to localized states result in XANES features
in the region below the main absorption edge. The dipole-
allowed transitions to vacant localized states result in a very
sharp and intense feature (so-called white line (WL)), as
observed, for instance, at the L3 and L2 absorption edges for
transition metals with unoccupied d-states (for example, Pt and
Ir). In the case of K-edges, the s to d transition is dipole-
forbidden, while the intensity of the allowed quadrupole
transitions is orders of magnitude weaker; thus, such an intense
WL is not observed for pure metals. At the same time, if the
absorbing atom forms chemical bonds, due to the hybrid-
ization effect, the vacant d-orbital may assume the character of
p-type states, and the corresponding photoelectron transition
becomes dipole-allowed, resulting in sharp features (so-called
pre-edges). The hybridization depends on the symmetry of the
absorbing site and is allowed, for example, in tetrahedral
bonding motifs, while it is prohibited in octahedral
coordination.26 Because of the distortions of the octahedral
structural units due to the Jahn−Teller effect, weak pre-edges
can be observed, as shown in Figure 1a for the Cu K-edge in
oxidized Cu nanoparticles (NPs). In this case, the environment
around the absorbing Cu2+ species is similar to that in CuO,
featuring a strongly distorted CuO6 octahedron with axial Cu−
O bonds being ∼0.8 Å longer than 4 in-plane Cu−O bonds
(see the inset in Figure 1a).25 The resolution of the XANES
features strongly depends on the absorption edge energy and
for heavy elements is reduced significantly due to the high
energy of the excitation and the short lifetime of the core-hole
created. Improved resolution of the XANES features can be
achieved in the so-called high energy resolution fluorescence
detected (HERFD) mode, where instead of measuring
transmission or fluorescence due to filling-in the created core
hole, the fluorescence associated with a state with a longer
lifetime is monitored.28,39

Overall, the XANES features contain very rich information
about the atomic and electronic structure of a material.
XANES analysis is also well suited for in situ and operando
investigations due to the high signal-to-noise ratio in this
portion of the X-ray absorption spectrum, its relative
insensitivity to thermal disorder (which affects EXAFS data
interpretation), and the short acquisition times required. These
factors allow one to collect good quality XANES data with

good time resolution and under harsh experimental con-
ditions.40,41 The quantitative analysis, however, has been
limited by the lack of analytical models that would allow
linking the XANES features to a particular structure motif. The
interpretation of XANES spectra has thus remained in many
cases qualitative, by adhering to a comparison of the obtained
spectra with those for reference materials with known
structure, or semiquantitative, when methods such as linear
combination analysis were employed to fit the concentrations
of different species contributing to the averaged spectrum of a
mixture.26 This situation has begun to change in the last years
due to the advancements in XANES data modeling within
different approximations34 such as FMS,33,42 time-dependent
density-functional theory,43,44 Bethe-Salpeter method,45,46 and
others.47−50 Codes like FitIt51 and MXAN52 now provide the
possibility to efficiently fit the parameters of simple structures
and match theoretically simulated spectra to experimental data,
while the recently developed machine learning approaches
enable automatic spectra matching53,54 and regression of
structure parameters12,34,38 based on the recognition of
patterns in large data sets.
2.3. EXAFS Basics

The origin of the EXAFS signal is the interactions between the
photoelectron excited from a deep core level of the absorbing
atom by an incident X-ray photon, with the electrostatic
potentials of neighboring atoms. The presence of neighboring
atoms perturbs slightly the absorption probability, resulting in
the oscillatory structure of the absorption coefficient μ(E) on
top of smooth variations of the absorption probability μ0(E)
that are not related to the sample structure, Figure 1a.
Commonly, the normalization of the EXAFS component χ(E)
is carried out as

χ
μ μ

μ
=

−
Δ

E
E E

E
( )

( ) ( )

( )
0

0 0 (5)

where μ(E) is the experimentally measured spectrum, and
μ0(E) is the smooth background function that can be
constructed by smoothing the experimental signal via
polynomial fitting or spline interpolation.55,56 Δμ0(E0) is the
absorption jump value, calculated as the difference between
two smooth functions that describe the background before the
absorption edge (pre-edge region) and after the absorption
edge (postedge region), respectively, calculated at the
reference energy value E0.

55 As discussed above, E0
corresponds to the minimal necessary energy required to
excite the photoelectron to a delocalized state. Commonly, the
maximum point of the first derivative of μ(E) is used as the
approximation for the E0 value, although other conventions
also may be employed. Next, the EXAFS signal is converted
from energy space to photoelectron wavenumber (k-) space by
using the relation:

=
ℏ

−k
m

E E
2

( )e
2 0

(6)

Here ℏ is Planck’s constant, and me is the electron mass. As an
example, Figure 1b shows Cu K-edge EXAFS spectra for
oxidized Cu NPs.25 The choice of background fitting
procedure and the E0 value selected can affect the appearance
of the EXAFS features significantly, especially at low k-values,
and therefore, it should be carried out systematically for all
spectra in the analyzed series.
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The border between the XANES and EXAFS regions of the
XAS spectra is not strictly defined and is related to the effective
mean-free path for the excited electron λ(k). The latter
accounts for two different effects: finite lifetime of the core-
hole, created by the X-ray absorption processes, and the
inelastic interactions of the excited photoelectron. In the
EXAFS region, that is, at large photoelectron energies (larger
than the effective plasmon excitation energy), λ(k) decreases
significantly; thus, interactions with relatively few nearest
neighbors need to be considered.30 This limits the sensitivity of
the EXAFS spectra to contributions of distant atoms and
makes it essentially a very local method. On the other hand, it
simplifies the mathematical description of the EXAFS part of
the absorption spectrum. Using a commonly employed
scattering formalism, the EXAFS signal can be expressed as a
sum of contributions of different possible photoelectron
scattering paths:

∑χ χ=k k( ) ( )
p

p
(7)

Because of the low value of λ(k) in the EXAFS region, only the
shortest scattering paths need to be considered. Furthermore,
due to disorder effects, the contributions of many long
scattering paths are suppressed. As a result, the series in eq 7
convergences quickly.57 While formally the same approach can
also be used to describe the postedge features in the XANES
spectra, due to the significantly larger λ(k) value, the presence
of strong scattering events at low photoelectron energies, as
well as the lower importance of disorder effects in the XANES
region, the sum in eq 7 converges poorly. Therefore, full
multiple scattering approaches are needed to describe the
XANES features accurately.27,33,57 Note also that an alternative
expansion of the χ(k) function in terms of many-body
distribution functions rather than scattering paths is possible
and realized in the so-called GNXAS approach.58,59

The summation in eq 7 is carried out both over single-
scattering (SS) terms, which involve only interactions of the
photolelectron with a single atomic neighbor, as well as more
complex multiple-scattering (MS) terms, see Figure 1c.
Commonly, the contributions of similar paths are grouped
together, for example, single-scattering paths arising from
neighboring atoms within a single coordination shell. χp(k) for
SS terms can then be conveniently described in terms of a
partial radial distribution function (RDF) gp(R) as

60,61

∫χ ϕ= +λ
+∞

−k S g R F k R kR k R dR
kR

( ) ( ) ( , )e sin(2 ( , ))p p p
R k

p0
2

0

2 / ( )
2

(8)

The material-specific terms in eq 8 (S0
2, Fp(k,R), λ(k),

ϕp(k,R)) describe the interactions of the X-ray-excited
photoelectron with other electrons and atoms within the
material and are discussed below. The key characteristics of the
local structure of the material, however, are captured by gp(R),
which expresses the probability density to find an atom of a
given type at a distance R from the absorbing atom. RDF
contains information about the number of nearest neighbors,
interatomic distances, and degree of structural disorder. In
particular, the number of atoms of a given type within the
distance interval between R1 and R2 is given by an integral:

∫=C g R R( ) dp
R

R

p
1

2

(9)

Partial gp(R) functions corresponding to Cu−O and Cu−Cu
RDFs in copper(II) oxide are shown in Figure 1d.25 The width
of the gp(R) features is determined by the structural disorder.
Note here that due to the very short lifetime of the excitation
created by the incident X-ray photon (∼1 fs), which is much
shorter than the characteristic atomic thermal vibration times
(on the order of picoseconds), EXAFS probes the “frozen”
snapshot of the structure (averaged over all absorbing atoms)
and does not distinguish between atomic deviations due to
static distortions and dynamic thermal motion.27

Because of the sinusoidal nature of the χp(k) components,
obvious from eq 8, a Fourier transform (FT) is commonly
used to analyze and visualize the information encoded in the
EXAFS signals. The total Fourier-transformed EXAFS χ(k)k2

for copper(II) oxide, together with Fourier transforms of the
most important partial contributions χp(k)k

2, is shown in
Figure 1c. Geometries of the corresponding scattering paths
are also shown.25

The chemical sensitivity (e.g., the ability to distinguish
between Cu and O neighbors) of the EXAFS method is
ensured by the fact that the functions Fp(k,R) and ϕp(k,R),
which describe the changes in the photoelectron wave
amplitude and phase upon scattering from a neighboring
atom, respectively, depend on the type of neighboring atom.

The terms λ−e R k2 / ( ) and
kR

1
2 reduce the contribution of atoms at

large interatomic distances from the absorbing atom, and are
responsible for the decreased importance of more distant
coordination shells, and make the EXAFS a local method, with
a characteristic structure probing length less than 1 nm.
Interestingly, the possibility of quantitative EXAFS data
analysis up to 10 Å was recently demonstrated by Jonane,
Kuzmin et al.62,63

Finally, let us note that eq 8 describes the photoelectron
interactions with the neighboring atoms in one-electron
approximation; thus, the additional term S0

2 is necessary
here to account for the reduction of the EXAFS amplitude due
to many electronic excitations.30,64 Typically the S0

2 value is
between 0.7 and 1.0, and it can be obtained from the analysis
of reference materials with known structure.
Eq 8 can be generalized to account for the contributions of

MS paths as well. In this case, the radial distribution function
gp(R) should be replaced by a many-atom distribution
function, and the dependencies of the Fp and ϕp functions
on the relative positions of all atoms involved (e.g., on bonding
angles) need to be taken into account. The number of MS
paths surpasses significantly the number of SS paths. The MS
path amplitudes, especially in the structures with near-linear
chains of atoms (e.g., fcc and bcc cubic structures, rock salt-
type structures, perovskite-type structures, etc.), can be
comparable or even higher to those for SS paths.27,65 The
contribution of the first-coordination shell (and, sometimes the
second) has a significantly lower frequency (lower R value, see
eq 8) than that of other SS and MS paths and thus can be
singled out using Fourier-filtering and analyzed separately.
Nevertheless, contributions of more distant coordination shells
always overlap with the contributions of MS paths, and they
need to be considered together with SS contributions. While
the presence of MS paths complicates significantly the
interpretation of EXAFS spectra, the sensitivity of MS paths
to bonding angles provides also the possibility to use EXAFS to
probe the 3D structure of the material rather than just radial
distances.66 This is especially relevant when advanced
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approaches to data analysis such as reverse Monte Carlo
simulations are used23 (see Section 4.4).

3. XAS EXPERIMENT

3.1. Typical XAS Setup: Measurements in Transmission
Mode

The XAS experiment consists of measuring the absorption
coefficient for X-rays as a function of the energy of the incident
X-ray photons. While conceptually simple, XAS experiments
put stringent requirements on the X-ray source and optical
elements, since a broad spectrum of the incident radiation is
needed (with bandwidth of up to 1−2 keV), while
simultaneously allowing for accurate energy selection with
energy resolution up to a fraction of an eV. Moreover, a signal-
to-noise ratio better than 1000 is required to extract the
EXAFS component of the absorption spectra. Thus, to collect
spectra in reasonable time, very high intensity of the incoming
radiation is required, with ∼1010 photons per second per eV or
better.67 Therefore, while there has been some noticeable
progress with lab-based XAS setups during the last
decades,68−70 the majority of XAS studies, especially those
conducted in situ and under operando conditions, still require
synchrotron radiation (SR) sources.
At SR facilities, X-rays are produced by bending with

magnetic fields the trajectories of electrons (or positrons)
accelerated to relativistic velocities. The intensity of single
bending magnet beamlines is usually sufficient for standard
XAS experiments. However, for time-resolved studies,
investigations of dilute samples or samples in attenuating
environments, beamlines based on insertion devices are better
suited. In the wiggler-type insertion devices, the X-rays are
produced by arrays of magnets with alternating polarity, and
the intensity of the X-ray radiation is several-times higher.
Another type of insertion devices, undulators, can also be used
at XAS beamlines. They can achieve even higher X-ray
intensity by exploiting the interference effects and interactions
between the emitted light and relativistic electrons but require
tapering or scanning of the gap between arrays of magnets to
expand the width of the emitted X-ray radiation spectrum to
1−2 keV needed for EXAFS data collection. In all cases, the
produced X-ray beam is usually collimated in the synchrotron
plane and strongly polarized, which may be exploited in
advanced XAS studies of oriented samples.71−73 The
synchrotron radiation produced passes through a series of
optical elements, such as X-ray mirrors with different coatings,
which ensure further collimation of the X-ray beam and cutting
off undesired portions of the emitted radiation to reduce the
heat load on further beamline components and to remove
higher harmonics contributions to the monochromatized
spectrum.
In the commonly used setup schematically shown in Figure

2a, the X-ray radiation with desired energy is then selected
using a monochromator, which consists of two parallel single
crystals (normally Si), cut along a specific direction (e.g.,
(111), (220), or (311)). Alternatively, both diffraction planes
can be produced from a single crystal by cutting in it a channel
for the X-ray beam. By rotating the monochromator crystals,
X-rays with wavelength λ are selected that fulfill the Bragg
condition nλ = 2dm sin θ, where dm is the monochromator
lattice spacing, and θ is the incidence angle for the X-rays (see
Figure 2a). Higher harmonics (wavelengths corresponding to
integers n > 1) need to be removed either by using X-ray

mirrors or by detuning of the double crystal monochromator
by slightly tilting the second crystal with respect to the first
crystal. Such misalignment of crystals reduces the intensity of
all components in the monochromatized radiation, but the
intensity of higher harmonics is suppressed much more
strongly.
The monochromatized radiation is then passed through a

series of detectors, which measure the intensity of the X-rays
before (I0 detector) and after the sample (IT detector), as well
as after the reference (Iref detector). The absorption spectrum
of the reference (e.g., metal foil containing the same absorbing
element as the sample) is used for the precise alignment of the
data collected. Ionization chambers filled with inert gas are
typically used as I0, IT and Iref detectors. The X-rays passing
through these chambers ionize the gas atoms, and the drift of
the released electrons and charged ions in the electric field
applied across the ionization chamber electrodes results in a
small current (ca. several pA), which is proportional to the
intensity of the X-rays. Current amplifiers are then used to
convert the current into the voltage signal. The filling gas is
chosen so that the absorption in the ionization chamber
(typically ca. 10% in I0 detector) results in a detectable current,
while ensuring that the intensity of the X-ray which passes
through is not severely affected.
Once the signal from the I0, IT, and Iref detectors is recorded,

the XAS signal of the sample can be simply calculated

according to eq 1 as μ =d ln I
IT

0 , while for the reference sample,

the analogous expression is given by μ =d lnref ref
I
I

T

ref
. The

sample thicknesses d and dref do not need to be known
explicitly since the contribution of these terms is canceled out
during the standard XAS processing and normalization
procedures.
Measurements in transmission mode normally ensure the

best signal-to-noise ratio. However, such measurements
impose significant requirements in terms of the sample quality.
The sample thickness and the concentration of the absorbing
atoms should be large enough so that significant X-ray
absorption is ensured, with absorption jump values Δμ0(E0)d
of ∼0.1 or better. At the same time, the absorption cannot be
too large since a significant number of X-ray photons needs to
pass through the sample to be reliably detected by the IT
detector. The optimal Δμ0(E0)d value should be close to 1 and

Figure 2. Schematics of a common setup for (a) XAS measurements
with double crystal monochromator and for (b) energy-dispersive
XAS experiments.
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the total absorption μd less than ∼3.67 Also essential for
transmission measurements is the sample homogeneity, where
the sample thickness and the concentration of the absorbing
species are required to be uniform (on the scale of μm) within
the whole X-ray irradiated area. Too strong X-ray attenuation
and nonuniformity of the sample will result in the distortion of
the XAS features, an increased relative contribution of higher
harmonics, and incomplete cancellation of the I0 signal
variations due to, for example, monochromator glitches
(spurious changes in I0 due to the additional Bragg reflections
from the monochromator crystals at certain energies).74

Clearly, such conditions are not always possible to satisfy
when in situ and operando studies are carried out. This is the
case, for instance, when the absorbing species are diluted and
nonuniformly distributed or when the matrix or support
material and the elements in the sample environment (e.g.,
electrodes and electrolyte in an electrochemical cell) are too
attenuating. In these situations, measurements in fluorescence
mode are often helpful.

3.2. Measurements in Fluorescence and Total Electron
Yield Modes

As stated by eq 3, the fluorescence intensity emitted by the
sample absorbing the X-rays (total fluorescence yield) can be
often considered proportional to the absorption coefficient.
Some notable exceptions are known. For example, the
fluorescence signal at the L2,3 edges of 3d transition metals
does not follow this rule due to the dominance of distinct
decay channels in the total fluorescence signal.75,76

The fluorescence detector is usually located at 90° with
respect to the X-ray beam (see Figure 2a). Such geometry
minimizes the elastic scattering from the sample and hence
reduces the background signal. To increase the solid angle
from which the photons are collected by the fluorescence
detector, the sample is often rotated by 45° with respect to the
incoming beam to better face the detector.
A number of different detectors can be used for the

collection of fluorescence data. The so-called Lytle detector
(Stern-Heald detector)67,77 is essentially an ionization chamber
optimized for the collection of fluorescence photons. Photo-
diode detectors such as PIPS (passivated implanted planar
silicon) detectors are based on a similar principle, but instead
of creating electron−ion pairs (as in ionization chambers), in
the photodiodes, the passing X-rays create electron−hole pairs
in a semiconducting material. The aforementioned detectors
collect photons regardless of their energy. As an alternative,
one may use energy-discriminating detectors,78 such as
germanium and silicon multichannel detectors and silicon
drift detectors, which allow one to distinguish and count the
number of photons with the desired energy only, with energy
resolution typically around 100 eV. Such detectors allow one
to minimize the background signal. However, an important
limitation is that these detectors have finite counting rates and
get easily saturated if the total number of incident photons
increases beyond a certain threshold. Because of the finite
detector dead-time (time needed by the detector after
registering a photon before the next photon can be counted),
the number of registered photons is always lower than the true
number of incident photons, and a detector dead-time
correction79 is needed. These issues are especially problematic
in the case of dilute samples on strongly fluorescing supports,
or in cases where the components of the sample environment,
such as the electrolyte layer, produce a high intensity of

elastically scattered X-rays, which are also collected by the
detector and have energies just slightly larger than the energy
of the main fluorescence lines, thus cannot be filtered out or
separated by energy-discriminating detectors.
Installing additional single crystal analyzers to disperse the

fluorescent radiation provides the possibility to measure not
just the total fluorescence yield, but the full spectrum of the
emitted radiation (with energy resolution of a fraction of eV or
better). It allows one to offset some of the above-mentioned
issues (e.g., to better remove the background contribution)
and enables advanced X-ray spectroscopies, such as HERFD-
XAS and RIXS spectroscopy, discussed in Section 5.10.
However, the low photon counts that are detected after such
an additional energy selection require an especially intense X-
ray source or long acquisition times for these methods to work.
An important factor to consider in XAS measurements in

fluorescence mode is the self-absorption effect. For thick and
concentrated samples, the energy-dependent attenuation of the
incident and emitted X-ray photons results in distortions of the
spectral features. Therefore, measurements in fluorescence
mode are reliable only for thin or for dilute samples. While
certain strategies are available to partially correct for the self-
absorption effect in the collected data,80 and some
experimental geometries (e.g., so-called “grazing-exit” geome-
try) are less prone to this effect,81,82 the only truly reliable
option is to choose sample concentrations in a way such that
the self-absorption is avoided. As a rule of thumb, self-
absorption can be considered negligible if the absorption jump
Δμ0(E0)d is below 0.1. It can be verified on a case by case basis
by comparing the XAS signal collected in fluorescence mode
with that from measurements in transmission mode in
situations where both are available.
Conceptually similar to measurements in fluorescence mode

are XAS measurements in total electron yield mode, where the
X-ray absorption probability is also assessed indirectly through
monitoring the intensity of a secondary process. In this case,
the excitation created by the incident X-rays decays by the
emission of Auger electrons. Similarly as with the fluorescence
measurements, the emission intensity can be often considered
proportional to the absorption coefficient. Because of the short
mean free path of the Auger electrons emitted (ca. 1−5 nm,
dependently on the energy67,83), the detected signal is limited
to the sample surface (and not affected by self-absorption). For
the method to work, the sample also needs to be electrically
conductive, which is not usually a problem in the studies of
electrocatalysts. Conventional total electron yield measure-
ments require vacuum conditions for the electron detection,
and thus, their applicability for in situ and operando
investigations of catalysts, and electrocatalysts in particular, is
limited. However, conversion electron yield measurements can
be used in liquid environment, where the XAS spectrum is
measured at the conductive surface that is in the contact with
the liquid.83 For example, Velasco-Velez et al. recently
demonstrated the usefulness of in situ XAS in total electron
yield mode to study the local structure of the electrolyte
(water) near a gold electrode and its bias voltage depend-
ence.18,84 In their setup, a Si3N4 membrane was used to
separate the electrolyte in the electrochemical cell from the
vacuum of the detection system, allowing them to collect
oxygen K-edge XAS data in fluorescence mode, as well as in
total electron yield mode at a gold electrode, Figure 3a. As
shown in Figure 3b, the fluorescence and total electron yield
modes resulted in significantly different XAS spectra, signifying
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the importance of the surface-sensitivity of the total electron
yield measurements as well as the strong interaction between
the water molecules and the gold electrode at the interface.84

3.3. Energy Dispersive XAS Setup

An alternative approach to conventional XAS data collection
with a scanning monochromator relies on an energy-dispersive
(or optically dispersive) setup, as illustrated in Figure 2b.
Instead of a monochromator, the X-ray beam is reflected in
this scheme from a polychromator, which disperses the beam
in space in a way so that photons with different energies travel
along different paths. After passing through the sample, the
entire spectrum is collected in a single shot using a 2D
detector. This allows one to collect the XAS signal with
unprecedented time resolution (down to the μs scale).
Moreover, this setup provides much better beam stability
since no moving components are involved. This makes it
attractive for studies of very small samples, such as samples
under extreme conditions (high temperatures, high pressures,
strong magnetic fields), allowing one to extract unique
information about in situ transformations of materials.85−90

The applications of this method for the studies of catalysts
under working conditions, are, however, limited by the fact
that the data collection in fluorescence mode is normally not
possible. Moreover, the quality and homogeneity of the sample
are even more critical than in transmission measurements at a
conventional XAS beamline because X-ray photons with
different wavelengths travel through different parts of the
sample. Normally, only relatively short spectra can be collected
at energy dispersive beamlines, and defects in optics result in
noticeable distortions of the spectral features.90 Finally, sample
exposure to the high intensity polychromatic X-ray beam can
result in sample damage.

Nevertheless, while the popularity of energy-dispersive XAS
setups at SR facilities is limited, they are finding new niche
applications with the development of lab-based XAS
spectrometers,70 in studies under extreme conditions,86,90,91

and in ultrafast XAS experiments with X-ray free electron
lasers,92 where the ability to collect spectra in a single shot is
essential.

3.4. Time- and Spatially-Resolved XAS

While the possibilities provided by energy-dispersive XAS for
in situ and operando studies of catalysts are limited, time-
resolved measurements are often the key for understanding the
working mechanism of catalysts and other functional materials,
by allowing one to follow directly the transformations in the
materials structure and composition, and detect the presence
of intermediate species. The collection of a full XAS spectrum
at a conventional monochromator-based SR beamline requires
several minutes, which significantly limits the achievable time
resolution. However, the recent progress in the so-called quick-
XAFS (QXAFS) method, which relies on specially designed
continuously scanning monochromators and rapid data
acquisition schemes, has been considerable and allows one to
achieve time-resolution down to the ms range.93,94 This
enables new experimental designs and access to previously
unexplored details of the changes in the structure of the
catalysts. For example, the QXAFS method with increasingly
improving time-resolution has been instrumental for analyzing
time-dependent processes at Pt electrodes during the ORR
reaction, as demonstrated by Tada et al.95−98

For even better time-resolution, various pump-and-probe
techniques can be used, where the spectrum is collected point-
by-point, by repeating an experiment many times with fixed
time delay between the sample perturbation (“pump” pulse)
and the absorption measurements (“probe” pulse). Such
studies are attractive, for instance, for the investigation of
photocatalysts, where the excitation of the sample by the laser
results in well-reproducible structural modifications with well-
defined onset times. For example, Borfecchia et al. used this
approach to follow light-induced excited state dynamics in
photoactive metal complexes with 100 ps time resolution.99

However, this approach is less common for the study of
heterogeneous catalysts due to the challenge to repeatedly
initiate the reaction at well-defined times in a typically
macroscopic reactor with significant gradients of temperature,
reactant concentrations, pH, etc.
The ability to collect XAS data quickly, combined with the

advances in X-ray optics that allow now to focus the X-ray
beam down to submicron dimensions, provides also the
possibility to use XAS for 2D and 3D mapping of distributions
of different species in nonhomogenous samples. A full XAS
spectrum can be collected for each pixel and voxel in the image
of the sample, using either a wide X-ray beam and a 2D
detector (transmission measurements only) or point-by-point,
by scanning the focused X-ray beam.100 For example, Schroer
et al. used tomography-based XAS and a scanning beam
approach to map the 3D distributions of Cu species in different
oxidation states in CuO/ZnO catalyst in a glass capillary,101

and Grunwaldt et al. used a 2D detector to map the
distribution of Rh species with different oxidation states in
Rh/Al2O3 catalyst during CH4 oxidation.

13,102,103 Clearly, the
ability to probe and visualize directly inhomogeneities in the
sample is especially relevant for complex multicomponent
systems such as electrocatalysts at work. For example, Takao et

Figure 3. (a) Electrochemical cell for soft X-ray XAS data collection
in fluorescence and total electron yield modes. (b) Experimental O K-
edge XAS spectra collected in total fluorescence yield (TFY) and total
electron yield (TEY) modes. Reproduced from ref 84. Copyright
2014 AAAS.
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al. recently demonstrated the possibility to use QXAFS and a
scanning X-ray beam to map the distribution of different Pt
species at the cathode of polymer electrolyte fuel cells, where
the increased Pt oxidation state was associated with the
degradation of the catalyst and correlated in space with the
presence of microcracks in the cathode layer (Figure 4).104

Without doubt, the importance of spatially- and time-resolved
XAS studies for the understanding of catalyst under working
conditions will further increase in the future. However, one of
the challenges to be addressed in these experiments includes
the very large data sets produced, which requires some further
development in automatic data processing and analysis. This

can be based on unsupervised machine learning methods12 to
fully exploit the potential provided by the new exciting
experimental capabilities.

3.5. Sample Environments

The critical component of in situ and operando XAS
measurements is the development of sample environments:
furnaces, cryostats, reaction cells, etc. that enable the
controlled exposure of the sample to the desired reaction
conditions. In catalysis and electrocatalysis in particular, the
challenge is to achieve a satisfying compromise between
ensuring that the reaction conditions are close to those used in
industry and lab-based investigations of catalyst performance,
while simultaneously providing an unobstructed path for the
incident X-rays, as well as transmitted or fluoresced X-ray
photons or secondary electrons.7,18

For operando XAS studies of electrochemical processes, the
catalyst is usually deposited on conducting carbon-based
electrodes, which do not interfere with the data acquisition.
The background from the carbon support to the XAS data is
practically negligible, especially in the experiments within the
hard X-ray regime. This constitutes an important advantage of
the XAS method in comparison to other spectroscopies
employed for studies of electrocatalysts. At the same time, the
presence of an electrolyte layer in direct contact with the
catalyst surface cannot be ignored. For example, a larger
volume of the experimental cell may be beneficial for ensuring
realistic experimental conditions, pH levels, distributions of
reactants, and reaction products. A thick layer of electrolyte
will, however, attenuate and scatter a significant fraction of the
X-rays, hindering the XAS data acquisition. Moreover, bubble
formation in the electrolyte in the case of electrochemical
reactions at electrodes can result in significant noise problems
in the experimental data.
Many different experimental cell designs have been

proposed that are optimized for different applications and
address the inevitable trade-off from different perspectives.
Designs of several in situ cells for electrochemical measure-
ments have been reviewed by Russell and Rose.17 More recent

Figure 4. Mapping (a) Pt concentration and (b) valence state around
a microcrack in a membrane-electrode assembly using QXAFS and a
scanning X-ray beam. Reproduced with permission from ref 104.
Copyright 2014 WILEY-VCH Verlag GmbH and Co. KGaA,
Weinheim.

Figure 5. (a) Large volume electrochemical cell for XAS measurements in fluorescence mode used in refs 25, 106, and 111. (b) Electrochemical
cell with continuous electrolyte flow for XAS measurements in transmission and fluorescence modes. Reproduced from ref 107 under Creative
Commons Attribution 4.0 International License: https://creativecommons.org/licenses/by/4.0/.
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examples can be found in refs 105−108. While single
compartment cells are commonly used for in situ XAS
measurements, two-compartment cells have also been
employed.108−110 Two proposed cell designs exemplifying
alternative approaches are shown in Figure 5. Both cells are
single compartment cells with a typical three electrode setup:
reference electrode, counter electrode, and the sample as a
working electrode. Figure 5a shows a large volume cell for XAS
measurements in fluorescence mode, where the sample is
mounted on the front panel of the cell facing the electrolyte, so
that the working electrode simultaneously acts as an X-ray
window. Incident X-rays and X-ray fluorescence thus pass
through the back of the sample.106

At the same time, the approach illustrated in Figure 5b
features a cell with a relatively small central electrochemical
compartment to minimize the thickness of the electrolyte layer,
allowing measurements both in transmission and fluorescence
modes. The limitations due to the small volume of the cell and
bubble formation are partially addressed by ensuring the
continuous electrolyte flow through the cell using a syringe
pump.107 Degassing the electrolyte before the experiment to
increase the solubility of the reactant gases in the electrolyte
can further help to reduce the measurement problems related
to bubble formation.

3.6. XAS in Soft X-ray Range

The high penetration depth of hard X-rays in the XAS method
provides obvious advantages for in situ and operando studies by
ensuring sufficient flexibility in the choice of sample environ-
ment geometry and materials used. However, in many cases,
spectroscopical investigations in the soft X-ray range (with X-
ray energies below 5 keV) can provide important clues about
catalyst structure.112,113 For example, L-edges (and even M-
edges) of transition metals can be accessed in soft X-ray/UHV
experiments, which may be more sensitive to the oxidation
state of the catalyst than K-edges. This fact was employed by
Kornienko et al. for the determination of the oxidation state of
Co in CoSx catalysts for water splitting (hydrogen evolution
reaction)114 and by Cheng et al. and Zhu et al. to determine
the Ni oxidation state in Ni-based MOF catalysts for oxygen
reduction/evolution reactions and urea oxidation reaction,
respectively.115,116 Hydride formation in the presence of
hydrogen in Pd-based electrocatalysts for CO2 electro-
reduction, in turn, can be conveniently followed by using
XAS at L-edges of Pd.117 At the same time, information from
the K-edges of light elements can provide important
complementary insight about the structure of multielement
catalysts,114 or that of the electrolyte,84 interactions between
adsorbates and catalysts,118,119 and structural motifs in carbon-
based materials that are currently used as nonprecious metal
catalysts for the CO2 electroreduction and oxygen reduction
reactions.120−123 An excellent review on the measurements and
interpretation of O K-edge XAS was recently published by
Frati et al.83

The strong X-ray attenuation in the soft X-ray range puts
significant additional constraints on the experimental design,
where X-ray attenuation by air should be avoided. This
complicates the design and assembly of the cells for in situ and
operando measurements since the sample cell needs to be
integrated into the beamline setup and separated from vacuum
by thin windows made from X-ray transparent materials. For
example, Ishihara et al. recently reported the design of an
electrochemical cell for soft X-ray XAS, where the catalyst/

working electrode was a 15 nm layer of platinum deposited on
a window made of silicon carbide.124 A conceptually similar
design with an Au film deposited on a Si3N4 window was also
proposed by Velasco-Velez et al.84 and is shown in Figure 3a.
Another issue to consider in the soft X-ray range is that the

penetration depth of low energy X-rays is lower than that for
hard X-rays, which makes soft X-ray XAS more surface
sensitive. For example, the shift to lower energies of the Au
M5-edge XANES spectrum in Au NPs deposited on carbon
nitride (C3N4) was observed by Zhang et al.,125 whereas no
changes at the Au L3-edge were detected.125 This difference
was interpreted as an interface effect due to electron transfer
from the support to the NP surface. The accompanying minor
shifts of the nitrogen K-edge XAS features to higher energies
observed allowed Zhang et al. to identify N atoms as the likely
source of the transferred electrons. This negative charging of
Au NPs on carbon nitride was correlated with an observed
enhanced CO2RR activity of these NPs with respect to similar
NPs deposited on carbon.125

4. FROM SPECTRA TO DESCRIPTORS OF ELECTRONIC
AND GEOMETRIC STRUCTURE

4.1. Qualitative and Semiquantitative Analysis of XANES
Spectra

Spectral features in the XANES region of the absorption
spectra are a result of transitions of photoelectrons excited by
X-rays to unoccupied localized and delocalized states and are
sensitive to both the materials atomic and electronic structure.
However, due to the multitude of different possible transitions
and the sensitivity of XANES to the details of the atomic
bonding and density of on vacant states, the interpretation of
XANES features is often nontrivial.26

A commonly used approach thus relies on simple finger-
printing, where the XANES spectra for the sample of interest
are compared with the spectra for reference materials.
Nonetheless, this approach relies on the availability of such
reference spectra and thus requires guessing a-priori which
material structures may be the most relevant references. A
possible alternative solution would be to create large publicly
accessible databases of experimental data that can be used for
the identification of the collected spectra. While there is some
progress during the last decades in the development of such
databases (e.g., https://cars.uchicago.edu/xaslib/,126 www.cat.
hokudai.ac.jp/catdb,127 https://eelsdb.eu/),128 currently they
only contain a few hundred experimental spectra.53 In many of
the in situ and operando studies, the corresponding reference
samples are also not easily available. In fact, some intermediate
species and unique structural motifs that are present in
catalysts under working conditions or ultradispersed NPs may
not have analogues among bulk materials that are stable at
ambient conditions. On the other hand, significant advances
have also been made in ab initio XANES modeling, and codes
like FEFF42 and FDMNES129 allow one to simulate XANES
features for different structures with increasing accuracy and
can be used to create large sets of reference spectra. For
example, Zheng et al.54 and Mathew et al.53 used FEFF
simulations to generate a database with ∼800 000 XANES
spectra for bulk material structures from the Materials Project
database,130−132 and developed tools for the automatic
comparison of experimentally acquired spectra with theoretical
data in the database, leading to the identification of the most
likely structures. Despite this progress, the practical applica-

Chemical Reviews pubs.acs.org/CR Review

https://dx.doi.org/10.1021/acs.chemrev.0c00396
Chem. Rev. 2021, 121, 882−961

892

https://cars.uchicago.edu/xaslib/
http://www.cat.hokudai.ac.jp/catdb
http://www.cat.hokudai.ac.jp/catdb
https://eelsdb.eu/
pubs.acs.org/CR?ref=pdf
https://dx.doi.org/10.1021/acs.chemrev.0c00396?ref=pdf


tions of this approach are still limited by the necessary trade-off
between the accuracy of XANES modeling and the required
computational resources to generate extensive databases, and,
more critically, by the fact that only well-ordered crystalline
materials with well-known and well-defined structures are
typically considered.
In the absence of accurate theoretical models, the

interpretation of XANES spectra often relies on semiempirical
relationships. As the most important material descriptors that
can be extracted from XANES data, one usually considers: (i)
the position of the absorption edge, (ii) the intensity of the
white line, and (iii) the presence and intensity of the pre-edge
features.
As discussed in Section 2, the shift in the position of the

absorption edge can often be directly linked to changes in the
materials oxidation state and charge transfer. However, the
differences in the shape of the XANES features for samples
with different structures may result in ambiguities in the
definition of the energy corresponding to the absorption edge,
and a systematic approach is needed for quantitative analysis.
In the simplest case, the energy corresponding to a certain
inflection point (maximum of the first derivative) in the
normalized XAS spectrum associated with the absorption
threshold, pre-edge, or the main absorption feature can be used
as a descriptor of the absorption edge position.133 Alter-
natively, one can use integrated descriptors and determine the
energy where the integrated absorption reaches a certain fixed
value. For example, Capehart et al. suggested using as a
descriptor of the absorption edge position an energy value
corresponding to 80% of the integrated absorption spectrum
area for the corresponding metal foil134,135 (Figure 6a).
The integration of the area under the XANES features is also

a useful descriptor of the white line intensity. At the L-edge of
transition metals, the area under the WL is related to the
density of unoccupied d-states and is thus sensitive to the
oxidation state and changes in the electronic structure due to

the chemical bonding or charge transfer phenomena. Clancy et
al. suggested to use as a descriptor of the WL intensity the
integral area under the absorption spectrum after subtracting
an arctangent function centered on the inflection point at the
absorption edge (Figure 6b).136 Sham et al. used a similar
approach to characterize the charge transfer in gold alloys, and
integrated the difference between the XAS spectra of alloys and
those of a gold foil, where the latter has no WL due to the
completely filled d-shell.137,138 Alternatively, to characterize the
intensity of the WL, one can use the fact that the shape of the
WL is usually close to a Lorentzian line, and the experimental
data can be fitted with such line shape and its integral area
considered as the WL intensity.136,139

Fitting with one or a combination of several Lorentzian
functions is also a common approach to characterize the shape,
positions and intensities of the pre-edge features. The choice of
Lorentzian line shape is based on the observation that if the
broadening of the spectral features due to the instrumental
resolution is low, the width of the features corresponding to a
particular electronic transition is limited by the intrinsic
lifetime of the excitation, which results in Lorentzian
broadening. If the effect of the finite instrumental resolution
cannot be neglected, Voigt or Gaussian functions can be a
more meaningful approximations of the shapes of the observed
peaks.26,140 In all cases, however, caution is needed when a
particular feature is attributed to a specific electronic transition.
Ab initio XANES modeling can be a very valuable tool to verify
such assignments.
Finally, note that a powerful technique to improve the

sensitivity of the XANES method is differential, or “Δ-XANES”
analysis, where the subtle variations in the XANES features,
due to, e.g., the interactions with adsorbates in the catalyst
under working conditions, are emphasized by subtracting the
spectra of the pristine material or other suitable reference and
analyzing the difference spectrum instead (by integration or
peak-fitting methods).21,140,141

Figure 6. (a) Quantification of the shift between the absorption edge for metallic Co and Co3O4 following the procedure described by Capehart et
al.135 The areas of the shaded regions are equal and correspond to 80% of the total area under the pre- and near-edge part of the metallic Co
XANES spectrum, integrated until E = Ez. The end of the near-edge region Ez here is defined as a point where the Co foil spectrum crosses the
spectrum of Co3O4. The difference between the energy values corresponding to the boundaries of the shaded regions (Es for Co3O4 and Er for the
Co foil) is used to characterize the absorption edge shift. The inset shows a nearly linear dependency of Es−Er on the Co oxidation state. (b)
Estimation of the WL intensity at the Ir L3-edge in IrO2 following the method reported by Clancy et al.136 An arctangent function corresponding to
the absorption jump (red dashed line) is subtracted, and the remaining area under the white line peak (shaded region) is numerically integrated.
Alternatively, the WL is fitted as a combination of an arctangent function and a Lorentizan function (red solid line). The inset compares WLs for
IrO2 and for metallic Ir.

Chemical Reviews pubs.acs.org/CR Review

https://dx.doi.org/10.1021/acs.chemrev.0c00396
Chem. Rev. 2021, 121, 882−961

893

https://pubs.acs.org/doi/10.1021/acs.chemrev.0c00396?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemrev.0c00396?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemrev.0c00396?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.chemrev.0c00396?fig=fig6&ref=pdf
pubs.acs.org/CR?ref=pdf
https://dx.doi.org/10.1021/acs.chemrev.0c00396?ref=pdf


4.2. Qualitative Analysis of EXAFS Data: Identifying
Neighboring Atoms

While XANES characterizes the chemical state of the
absorbing atom and the symmetry of its environment,
EXAFS analysis provides much more detailed information
about the local atomistic structure. In particular, it allows one
to identify quickly the type of atoms that are nearest to the
absorbing atom and the interatomic distances to them. Often it
is possible to identify the local environment of absorbing
atoms just by looking at the first peak in the Fourier-
transformed EXAFS spectra. In XAS data collected at
absorption edges of some metals, the first peak in the FT-
EXAFS at distances 1.5−2.0 Å typically corresponds to the
low-Z neighbors (O, N, C, etc.), indicating the cationic nature
of the absorbing site, Figure 1c. Because of the larger ionic size
of the reduced ions, metal−metal bonds are normally longer
and contribute to the FT-EXAFS at distances 2−2.5 Å (Figure
7). Thus, the presence of such a feature in the FT-EXAFS

spectra indicates the metallic nature of the absorbing species. It
is important to note here that the positions of peaks in the FT-
EXAFS spectra do not correspond to actual interatomic
distances. Usually, the FT-EXAFS feature is located at an R
value that is ∼0.5 Å shorter than the actual length of the
corresponding bond. This can be noticed by comparing the
position of the peaks in Figure 1c, which shows the FT-EXAFS
spectrum for CuO, and in Figure 1d, which shows the actual
RDF (histogram of bond-lengths). This difference arises due to
the presence of a k-dependent phase function ϕp(k) in the
sinusoid-term in eq 8, which effectively changes the apparent
frequency by ⟨ϕp(k)/2k⟩.
Although the visual examination of the FT-EXAFS data

provides information about interatomic distances only, EXAFS
features themselves are much more informative and provide
the possibility to distinguish between different types of
neighbors, even if they are located at the same interatomic

distance. The chemical sensitivity of EXAFS is based on the
fact that the scattering functions Fp, and ϕp in eq 8 depend on
the type of neighboring atoms. As a result, different neighbors
contribute differently to the EXAFS spectrum. For example, for
relatively light elements in the k-range relevant for EXAFS
analysis, Fp is a function with a single maximum, whose
position shifts to larger k values with increasing absorber
atomic number Z. Much more complex Fp dependencies on
the wavenumber k are characteristic for heavy elements such as
Au due to the Ramsauer-Townsend effect.142,143 Note here
that the contrast between scattering functions for elements that
are neighbors in the Periodic Table is small, making the
discrimination of their respective contributions challenging.
A convenient way to visualize the neighbor-specific

information is to rely on a wavelet transformation (WT) of
the EXAFS spectra.144−146 Similarly to Fourier transform, the
wavelet transform is also an integral transformation that
provides information about the frequency content in the
analyzed spectrum. Unlike the FT, the WT provides a two-
dimensional representation of the analyzed spectrum in k- and
R-spaces simultaneously and shows not only what frequencies
are present but also to which part of the spectrum they
contribute, thus allowing one to capture the variations of the Fp
and ϕp functions and directly distinguish between different
types of neighbors. The Pd K-edge EXAFS signal and its
Fourier and wavelet-transformation for Pd74Au73 NPs are
shown in Figure 7.147 Partial contributions of Pd−Au and Pd−
Pd bonds to the WT-EXAFS spectrum are shown separately.
Note that due to the random alloy structure of this model NP,
the average number of Pd and Au neighbors around each Pd
atom are roughly the same, and the corresponding Pd−Au and
Pd−Pd distances are also similar. The wavelet transforms for
Pd−Pd and Pd−Au bond contributions, however, are very
different. In both cases, the main feature in the WT-EXAFS
spectra (feature A in the Pd−Pd contribution and feature C in
the Pd−Au contribution) due to the Ramsauer-Townsend
effect is split in two branches. However, while for the Pd−Au
contribution, both branches (C′ and C′′) have approximately
the same intensity, for the Pd−Pd contribution branch, A′ at
higher R values is much more intense. This difference thus
allows an easy distinction between Pd-rich and Au-rich
materials using their EXAFS spectra147 and illustrates the
usefulness of the WT method for the analysis of the materials
composition.
During the last years, the use of the wavelet transform for

the interpretation of experimental spectra has become
increasingly popular, also in the studies of heterogeneous
thermal- and electrocatalysts. For example, Grosse et al. used it
to separate Cu−Cu, Cu−O and Cu−Cl contributions in Cu K-
edge EXAFS for Cu nanocubes, a promising catalyst for the
electrochemical CO2 reduction.

148 In studies of nonprecious-
metal catalysts for ORR, in turn, it was employed to distinguish
between metal−metal and metal−nonmetal contributions in
EXAFS spectra and to interpret distant coordination shell
contributions,20,149 while Zhang et al. used it for the
interpretation of Pt L3-edge EXAFS of singly dispersed Pt
atoms for applications in hydrogen evolution reaction
(HER).150

One should note, however, that while the wavelet transform
is a very useful tool for XAS data visualization, it needs to be
used with caution to avoid overinterpretation of the results.
Similarly as with a Fourier transform, many effects can
influence the appearance of features in the WT-EXAFS, and

Figure 7. (a) Theoretically calculated Pd K-edge EXAFS spectrum for
a (b) model Pd74Au74 NP, and its (c) Fourier and (d) wavelet
transformations. (e) Wavelet transforms of partial multiple-scattering
contributions, and those of the single scattering (f) Pd−Pd and (g)
Pd−Au contributions are shown separately. Reprinted from ref 147
with permission of AIP Publishing.
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their interpretation from their visual examination is straightfor-
ward only for the first or a first few peaks, which can be
associated with distinct bonds. Contributions of more distant
coordination shells, however, usually overlap and superpose
with each other; thus, the corresponding features in the WT-
EXAFS and FT-EXAFS spectra are impossible to interpret
without modeling or data fitting. There have been some
attempts in the literature to discriminate by wavelet analysis
between the contributions to EXAFS spectra of light elements
that are neighbors in the Periodic Table, as, for example, Co-
based single-site catalysts for HER.146,151 Nonetheless, in
practice, such analysis may be very challenging because even
small changes in the relative atomic positions and disorder can
affect the WT-EXAFS features more significantly than the
subtle difference between the scattering functions for similar
elements.

4.3. Geometric Structure Descriptors: Coordination
Numbers, Interatomic Distances, Disorder Factors

The popularity of the EXAFS method for quantitative structure
analysis relies on the fact that eqs 7 and 8 provide an easy and
accurate way to model the EXAFS spectrum. Note that such
explicit equations do not exist for the description of the
XANES region of the X-ray absorption spectra. To extract
quantitative characteristics of the materials structure from
EXAFS spectra, one needs to choose a proper model for gp(R)
in eq 8 and then to fit the parameters of the distribution to
match the experimental signal. Commonly, a Gaussian-shape is
assumed for the distribution function gp(R). In this approach,
which works well for relatively ordered materials, and which
constitutes the workhorse of XAS data analysis in the
overwhelming majority of the published studies, the EXAFS
equation can be rewritten as27
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where Cp is coordination number (number of atoms in a given
coordination shell), Rp is the average interatomic distance (the
radius of the coordination shell), and σp

2 is the disorder factor,
known also as Debye−Waller factor or parallel mean-square
relative displacement (MSRD) factor, which accounts for both
thermal and static disorder in the material: σp

2 = σp,thermal
2 +

σp,static
2. The MSRD factor from EXAFS analysis depends also

on correlations between the atomic displacements and should
not be confused with the Debye−Waller factor used in XRD
data fitting or mean-square displacement (MSD) factor. For
example, if the atomic displacements of neighboring atoms are
large, but completely correlated, the EXAFS MSRD factor will
be equal to 0, while the MSD extracted from XRD data can be
quite significant.152 Note also that the MSRD factor in eq 10 is
responsible for the exponential damping of the EXAFS signal
at high k-values, which is getting more pronounced upon an
increase of the disorder (static or thermal), limiting the
information content available from EXAFS data collected at
high temperatures or for statically distorted materials. The
thermal contribution to the disorder factor is related to the
density of vibrational states and bond strengths:27,152−154
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where μp is the reduced mass of atoms of the involved atomic
pair, kB is the Boltzmann’s constant, and ρp(ω) is the local
projected phonon density of states. For example, within the so-
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volume per atom. The Debye model provides a physically
meaningful description of the phonon spectrum for simple
monometallic systems with one atom per unit cell.155

Alternatively, the correlated Einstein model can be used
where the density of phonon states is approximated with a
Dirac delta-function ρp(ω) = δ(ω − ωE,p), and eq 11 can be
rewritten as27,152−154
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Here ωE,p is a characteristic vibrational frequency (Einstein
frequency), which can be associated with the centroid of a
normal-mode frequency distribution.155 The Einstein fre-
quency can also be conveniently linked to the effective bond
force constant as κp = μpωE,p

2. The Einstein model is believed
to be more adequate than the Debye model for systems with
strong contributions from optical phonons.152 In practice,
however, both the Debye and Einstein models can be used to
describe the temperature-dependency of the Debye−Waller
factor, and the difference between both approximations is
typically less than the uncertainty of the σp,thermal

2 estimation
from the experimental data.155 In particular, the applicability of
the Einstein model in a broad range of materials (including
monometallic fcc materials) was demonstrated by Sanson et
al.154,156 Both Debye and Einstein frequencies (and the
corresponding Debye and Einstein temperatures, defined as
θD,p = ℏωD,p/kB and θE,p = ℏωE,p/kB, correspondingly) can thus
be used to describe the temperature dependencies of the
Debye−Waller factor and bond strengths.
The parameters Cp, Rp, and σp

2 that characterize the
materials structure and dynamics can then be obtained from
nonlinear least-squares fitting of the experimental EXAFS
data.55 In addition, nonstructural parameters such as the E0
and S0

2 values need to be determined. The latter, due to its
complete correlation with the Cp values, needs to be found in
the analysis of EXAFS spectra for reference materials with
known structure.
Functions Fp, ϕp, and λp can also be obtained experimentally

from the analysis of EXAFS spectra in reference materials with
known structure. This approach was mostly used in the older
papers, when the accuracy of ab initio EXAFS simulations was
limited. For example, this approach is applied in refs 157 and
158 to analyze EXAFS spectra of Pt catalysts for methanol
oxidation and Ru-based catalysts for ORR. However, even
nowadays it can provide better accuracy if very subtle effects
need to be analyzed such as thermal expansion159 or isotopic
effects on EXAFS spectra.160,161 Today a more common
approach, however, is to calculate the functions Fp, ϕp, and λp
theoretically, which can be achieved with a good accuracy with
codes like FEFF31,42,55 and GNXAS.58,59

The application of this conventional EXAFS data fitting
approach to real catalysts under working conditions is
nevertheless hindered by the fact that the disorder in such
materials can exceed significantly the range where a Gaussian
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approximation is valid. Small NPs, materials experiencing
structural transformations, and materials operating at high
temperature are catalytically relevant systems, and all exhibit
significant static and thermal disorder. In addition, a non-
Gaussian distribution of bond-lengths may be a result of a
structure relaxation near the surface, interactions with
adsorbates, particle-support interactions, or the coexistence
of different populations of NPs with slightly different
structures.162−167 It has been demonstrated by Claussen and
others that in this case EXAFS data fitting may result in
significantly underestimated coordination numbers, interatom-
ic distances, and disorder factors.23,166−174 A dramatic
illustration of this problem is the analysis of Zn K-edge
EXAFS data of a bulk Zn foil, Figure 8. For this material,

EXAFS fitting in Gaussian approximation applied to the first
coordination shell contribution provides quite a good
description of the experimental data (Figure 8a). The obtained
coordination number value (6.4 ± 0.8), however, is very far
from the actual number of nearest neighbors (12) in this
material. Thus, the error in the coordination number
estimation even in the case of a perfectly homogeneous bulk
sample (Zn foil) and very good signal-to-noise ratio can be
almost 50%. The reason for this effect is the distorted hcp-
structure of bulk Zn, which results in a very asymmetric shape
of the Zn−Zn RDF peaks. When results of conventional

EXAFS fitting are compared with those from more advanced
reverse Monte Carlo (RMC) simulations (discussed in Section
4.5), one can note that the conventional EXAFS fitting tries to
reproduce the region in the RDF around the most-probable
interatomic distance, which has the largest influence on the
agreement between experiment and simulations. Significant
errors in the RDF further from the RDF peak maximum
remain unnoticed by conventional analysis. This example
illustrates that even a seemingly small misfit of the
experimental data can actually indicate significant problems
with the structure model. It also demonstrates clearly that
coordination numbers and interatomic distances can be
strongly underestimated by conventional EXAFS data fitting
in the cases when large disorder (static or thermal) is present.
This fact needs to be considered, when these EXAFS-derived
descriptors are used, for instance, to determine particle sizes.
A possible approach to address this problem is to use in the

analysis model gp(R) functions with a more complex shape. For
example, for small NPs, liquids, and other disordered materials,
the gp(R) function can be better described with a Γ-like
function, which better accounts for the asymmetry of the RDFs
in disordered matter.175 This fitting approach was used, for
instance, by Witkowska et al. in studies of Pt NPs for fuel cell
cathodes.176 A more general approach relies on the expansion
of gp(R) in the so-called MacLaurin, or cumulant series:152
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After integration in eq 8, one obtains
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interatomic distance Rp = cp,1, disorder factor σp
2 = cp,2, while

the cp,3, cp,4, etc. terms describe the asymmetry of the
distribution and its deviation from the Gaussian shape.152 In
principle, by using the cumulant expansion, one can express
the arbitrary complex shape of the RDF, and fit the parameters
cp,3, cp,4, etc. to experimental data. In practice, however, due to
the limited information content in the experimental spectrum
and correlations between fitting variables, one can rarely fit
reliably the terms beyond cp,3. The latter is related to the
skewness of the distribution and may be helpful for the
interpretation of high-temperature data, which are affected by
the strong anharmomic motion of atoms.
An alternatives to the cumulant expansion is the so-called

regularization approach, where gp(R) is parametrized as a
histogram and the bin-heights are new fitting variables.177−182

This method, which approaches the reconstruction of gp(R) as
an ill-defined problem, necessarily relies on additional
assumptions about the RDF shape such as non-negativity
and smoothness.
The correlations between fitting variables result also in

another challenge in the EXAFS data fitting, namely the
interpretation of contributions of distant coordination shells.
As shown in Figure 1c, all peaks in the FT-EXAFS spectrum
beyond the first one are a result of the superposition of

Figure 8. Zn K-edge EXAFS data fitting for a Zn foil using a
conventional approach and RMC simulations. Experimental EXAFS
and model spectra extracted following both approaches are compared
in panel a, while the Zn−Zn RDFs obtained by both approaches are
shown in panel b. Despite the fact that conventional EXAFS fitting
provides almost as good description of the 1st coordination shell
contribution as advanced RMC simulations, the number of nearest
neighbors (the area under the 1st RDF peak) is underestimated by the
conventional approach by ∼50%. In addition to providing a more
accurate RDF, the RMC analysis allows also fitting contributions of
more distant coordination shells. Experimental data and RMC
simulations taken from ref 25.
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different SS and MS contributions. This means that the
contributions of those photoelectron paths cannot be singled
out by simple Fourier filtering, and it is necessary to fit them
simultaneously. This results in an exponential increase in the
number of required fitting variables with increasing R-range
used for the fitting.23,183 The correlations between these
variables result in significant fit uncertainties. For simple
monometallic systems, this problem can be addressed by using
constraints that limit the number of degrees of freedom in the
fit.184,185 However, data of very good quality are required to fit
reliably the contributions to EXAFS spectra from the
coordination shells beyond the first one. Thus, such an
analysis remains usually limited to the interpretation of ex situ
EXAFS data, or EXAFS data collected at cryogenic conditions
to reduce the EXAFS signal damping due to thermal disorder.
The interpretation of more distant FT-EXAFS peaks using
conventional fitting approaches, as well as the interpretation of
EXAFS spectra in disordered materials, thus remain problem-
atic. More advanced approaches may be useful to address these
issues. Such approaches are discussed in Sections 4.4−4.6.
4.4. Structure Descriptors from XANES

The physical origin of the postedge structure in XANES is
analogous to that in EXAFS. Therefore, this portion of the
XANES spectra is sensitive to the same structure descriptors
such as coordination numbers and average interatomic
distances. In fact, due to the much larger sensitivity of
XANES features to multiple-scattering contributions, and
larger effective mean-free path lengths in the XANES region,
XANES can be even more sensitive than EXAFS to the details
of the materials structure, such as bonding angles and different
crystallographic phases.34,186 Deciphering the features in the
postedge region of XANES is, however, challenging. For
decades, they have been interpreted only via a comparison with
those for reference materials with known structure, or via
semiempirical relationships. For example, the shifts of the
postedge features can be linked to changes in the interatomic
distances:187,188
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where E1 and E2 are the positions of a certain XANES feature
in similar materials with characteristic interatomic distances d1
and d2, respectively. See refs 188 and 189 for the derivation of
this relationship, sometimes referred to as Natoli’s rule.190

Recently, Friebel et al. used this rule to monitor the changes in
the interatomic distances around copper extracted from
HERFD XANES data of a Cu monolayer deposited on a
gold single crystal used as a catalyst for CO2 electro-
reduction191 and to follow changes in metal−oxygen
interatomic distances in Fe−Ni oxide catalysts for OER.192
Nevertheless, the use of XANES analysis for the

interpretation of the interatomic distances in more complex
situations became possible only recently after the development
of XANES ab initio theory codes, like FDMNES129 and
FEFF,42 that enable quick and accurate calculations of XANES
spectra for many relevant systems, and codes such as FitIt51

and MXAN52 that allow the direct fit of the structure
parameters to experimental XANES features. For example,
Guda et al. used FDMNES simulations coupled with a
machine-learning (ML)-based interpolation scheme to fit the
structure around Ni atoms in CPO-27-Ni metalorganic
frameworks upon adsorption of CO, CO2, and NO molecules

(Figure 9a).34,193 Figure 9b shows the difference (L2-norm)
between the calculated and experimentally measured XANES

as a function of the distance between the Ni site and the
adsorbate, and the binding angle (e.g., Ni−C−O angle in the
case of CO adsorption). A clear minimum in the residual plot
allows one to identify the most likely values of these structure
parameters. FDMNES simulations and fitting of XANES
spectra using MXAN were also applied recently to find the
structures of Fe−N−C, Ni−N−C, and Co−N−C catalysts for
ORR from the corresponding Fe, Ni, and Co K-edge XANES
spectra.149

Similarly, the sensitivity of the XANES spectra to particle
sizes and shapes, and the reduction of the amplitude in XANES
features (see Figure 10a) with increasing fraction of under-
coordinated sites have been reported decades ago.35,36,194−197

However, a practical approach to extract the coordination
numbers from the XANES spectra was lacking. It was recently
demonstrated that this problem can be addressed by
supervised machine learning and artificial neural networks
(NNs).37,38 In this approach, instead of trying to write an
explicit analytic relationship between XANES features and the
structure descriptors, such a relationship is established
numerically, by exposing an algorithm to many thousands of
spectra (training data), for which the corresponding structure
is known. Such spectra can be obtained in theoretical XANES
simulations with FEFF or FDMNES codes. In the case of the
NN method, the relationship between the spectral features and
the structure is parametrized as a network of nodes, Figure
10b, where each of the nodes performs a simple mathematical

Figure 9. Schematic depiction of the (a) structure of CPO-27-Ni
metalorganic framework and (b) adsorption of a NO molecule on the
Ni site. (c) Difference between the experimental Ni K-edge XANES
data and the theoretically calculated spectrum for different values of
the Ni-adsorbate distance RNi‑CO and adsorption angle β1. Reproduced
from ref 34 with permission from Elsevier.
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operation f({xi},{θi}) on its inputs {xi}, subject to parameters
(weights) {θi}, and produces a single output that can be
similarly processed by the nodes in the consequent layers. The
values of the nodes in the first layer (input layer) are initialized
by the normalized μ(E) values measured at a set of different
energy points {Ei}. The values of the nodes in the last layer
(output layer) correspond to the structure parameter of
interest (e.g., average coordination numbers). During the
training step, all weights {θi} are optimized via a back-
propagation algorithm198 so that for the training spectra, the
NN yields the structure parameters that match their known
true values. It was demonstrated in ref 38 that the coordination
numbers extracted by NN from XANES data for the first four
coordination shells for model Pt NPs are in a good agreement
with the results of the EXAFS data analysis (Figure 10c). The
ML-based approach, developed initially for the determination
of coordination numbers in metallic NPs, was subsequently
generalized for the determination of interatomic distances,37

bonding angles,34 the analysis of oxidized199 and bimetallic200

NPs, and the interpretation of polarization-dependent XANES
spectra.73 A similar approach was also used for the
interpretation of EELS spectra.201 See ref 12 for more details
about ML-based XANES analysis and review of its recent
applications.
Let us note here that both ML-based approaches and

XANES data fitting rely on the accuracy of the ab initio
XANES modeling, and therefore, caution is needed when
interpreting the results. Contrary to the case of EXAFS
modeling, where ab initio simulations provide a very good
description of the experimental data, in the XANES region of
the absorption spectra, systematic differences between

theoretical data and experimental XANES measurements are
present, even if the most advanced codes are used for ab initio
modeling. This systematic error can be propagated by the
chosen data analysis method into significant inaccuracies in the
values of the structure parameters. The accuracy of the ML-
based approaches and XANES fitting thus always needs to be
validated using sets of experimental data for samples with well-
known structures.12,202

4.5. Atomistic Simulations for Interpretation of EXAFS
Spectra

As discussed in Section 2.3, the large number of fitting
variables, the strong correlations between them, and the
nonlinear nature of the EXAFS equation can make EXAFS data
fitting challenging in many cases, especially when contributions
beyond the first coordination shell or very disordered materials
are considered. At the same time, while this “inverse” problem
is challenging, direct calculations of EXAFS spectra for an
arbitrary complicated structure can be carried out easily and
quickly by relying on eqs 6 and 8. Therefore, a viable
alternative to EXAFS data fitting is to compare experimental
spectra with theoretical spectra calculated for a given candidate
structure. A good agreement between the experimental and
theoretical spectra would then indicate a similarity between the
simulated and experimentally probed structures. The recent
impressive progress in the accuracy of ab initio simulations
(e.g., within the DFT formalism) of catalysts struc-
ture167,205,206 makes this approach attractive for the
interpretation of EXAFS spectra. Note here, however, that
the EXAFS spectra are sensitive to atomic displacements due
to thermal motion. Therefore, such thermal vibrations need to
be included in the theoretical models used to generate spectra
for comparison with experimental measurements. Molecular
dynamics (MD)167,173,181,207−209 simulations or Monte Carlo
sampling210−213 can be used for this purpose. The interatomic
forces required for such simulations167,173 can be calculated
either ab initio or based on empirical potential mod-
els.181,207−209 A good agreement between time-averaged
EXAFS spectra generated for MD structures has been
demonstrated for bulk metals and alloys,25,147,208,214 non-
metallic bulk materials,25,215−218 metal ion solutions in water
and ionic liquids,219−222 as well as for well-defined metal and
oxide nanoparticles.147,174,181,209,223−226

Nevertheless, even the most sophisticated theoretical
modeling approach cannot reproduce perfectly the complexity
of the real materials structure, and even a small error in
interatomic distances (few picometers) can result in a
noticeable discrepancy between the experimental and modeled
signals. A significantly better agreement with experimental data
can be achieved if the atomic coordinates in the structure
model are optimized to ensure an as good as possible match
with the experimental measurements. This idea underlies a
reverse Monte Carlo method for EXAFS data fitting. Originally
employed by McGreevy and Puztai227,228 for the interpretation
of neutron and X-ray scattering data, the RMC is also getting
increasingly popular for the interpretation of EXAFS
data.174,229−235 In this approach, atomic coordinates are
optimized in an iterative stochastic process. At each iteration,
an update to the structure is proposed, for example, small
random displacements are applied to all atoms or a selected
subset of atoms in the model, and the corresponding
theoretical model-averaged EXAFS spectrum is recalculated
and compared with the experimental data. If the agreement is

Figure 10. (a) Particle size effect in experimental Pt L3-edge XANES
data for well-defined Pt NPs supported on γ-Al2O3. The experimental
data were extracted from refs 203 and 204. (b) Schematic depiction of
a neural network-based method for the interpretation of XANES data.
(c) Comparison of coordination numbers for Pt NPs, as extracted
from conventional EXAFS fitting and a NN-based XANES analysis.
Adapted with permission from ref 38. Copyright 2017 American
Chemical Society.
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improved, the proposed update is accepted. If the agreement
gets worse, the proposed update can still be accepted with
some probability to avoid being trapped in local minima, or
else the model is returned to the previous state. After many
thousands of such iterations, a good agreement between
simulated and experimental data can be obtained, provided
that the initial structure model was not too far away from the
actual material structure. For bulk materials, a good strategy is
to start with the equilibrium structure, known, for example,
from XRD measurements. For nanomaterials and other
disordered systems, however, the problem of having a relevant
initial structure model is more severe and limits significantly
the applications of the RMC method for studies of real
catalysts. In some cases, a good result can be obtained by
starting from ideal polyhedral structure models,174 or structure
models relaxed in MD-simulations.147 A combination of MD
and RMC is realized even more explicitly in the so-called
hybrid-RMC approach, where the energy of the system and the
discrepancy between experimental and simulated data are
minimized simultaneously.207,236,237

Despite this limitation and the large computational times
(several CPU days) required to process each spectrum, RMC
remains a powerful tool for the interpretation of EXAFS
spectra in a broad range of materials, by providing the
possibility to fit the spectra for materials with non-Gaussian
shapes of bond-length distributions,174,232−234 also accounting
for contributions of distant coordination shells,217,229,230,238 as
demonstrated in Figures 1c and 8. The extraction of
interatomic distances and other structure parameters of

interest can then be done by performing statistical analysis of
atomic coordinates in the final structure model. Unlike in
conventional EXAFS data fitting, a key feature of the RMC
method is that the obtained structural parameters are
physically meaningful. The geometric constraints imposed by
the fact that all fitting variables correspond to actual
coordinates of atoms in a specific 3D structure model explain
why in many cases RMC is able to provide an unambiguous
structure model, despite the fact that the total number of fitting
variables is much larger than that in the conventional fitting.
Another advantage of the RMC approach is its ability to

integrate information from different experimental techniques
because simultaneously with EXAFS one can also optimize, for
instance, the agreement between simulated and experimental
X-ray scattering data.239 Such a combined approach was
recently used by Triana et al. to refine the structure of complex
Co-based electrocatalyst for oxidation reactions.240 Ref 23
presents a recent review of the MD and RMC methods and
their applications for studies of nanocatalysts.

4.6. Machine-Learning Based EXAFS Analysis

Because of the requirement to specify the initial structural
model, and the large computational resources required to
process each spectrum by the RMC method, it is challenging
to apply this method to the interpretation of in situ and
operando EXAFS data for catalysts at work. This is due to the
fact that the structure of the material can be ill-defined and that
one is often interested in processing in a systematic way large
sets of data corresponding, for example, to different states of
the catalyst at different moments of time or different

Figure 11. (a) Schematic depiction of the ML-EXAFS analysis method: in situ EXAFS data are processed via wavelet transform and fed into a
neural network trained on theoretical EXAFS spectra. The NN then yields the corresponding partial RDFs. Data taken from ref 25. (b) Au−Pd and
Au−Au and (c) Pd−Pd and Pd−Au partial RDFs, reconstructed by an NN from the corresponding experimental Au L3-edge and Pd K-edge
EXAFS data for PdAu NPs with different Pd concentration. The RDFs are integrated to obtain partial coordination numbers for the first four
coordination shells, and the latter are used to model possible NP size and the distributions of metals (d). Reproduced with permission from ref 12.
Copyright 2019 American Chemical Society.
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experimental conditions. In particular, it is challenging to apply
the RMC method in the cases where different species coexist at
the same time, that is, when the experimental signal cannot be
interpreted in terms of a single structural component.
Moreover, EXAFS data collected in situ or under operando
conditions are often of limited quality, which may result in
ambiguities of the structural models constructed by RMC.
The recently developed approach that addresses these issues

and, similarly as RMC, takes into account the non-Gaussian
shapes of bond length distributions and the contributions of
distant coordination shells, is a machine-learning based analysis
of the EXAFS data. Similarly as in the case of the XANES data
analysis discussed in Section 4.4, here the mathematical model
(e.g., an artificial neural network) is created and trained to
establish the relationship between spectral features and the
materials structure. In the case of the EXAFS analysis, much
richer information about the materials structure can be
extracted as compared to the case of the ML-based XANES
analysis approach. In particular, the structure can be directly
described with a set of partial RDFs, parametrized as a
histogram of bond lengths. The output of each of the nodes of
the neural network output layer can then be assigned to a
height of the corresponding histogram bin, Figure 11a. Once
the RDF is obtained, the corresponding structural parameters
can be calculated simply by RDF integration using eq 9 (for
coordination numbers) and analogous expressions for the
average interatomic distances and disorder factors.168

Another important difference between the ML-based
XANES and EXAFS data analysis is the construction of
training structure models. Since EXAFS is more sensitive to the
atomic displacements, and, in particular, to atomic thermal
vibrations, such a disorder needs to be included in the
theoretical models used for the training of the ML routine.
Classical MD simulations with empirical force field models
were found to be instrumental for this purpose due to their
ability to generate realistic-looking structure models in
relatively computationally cheap calculations. Computational
efficiency is important because thousands of structure models
are needed to reliably fit the complex relationship that links
EXAFS features to the corresponding partial RDFs.214

Unlike for the RMC method, the only input that is required
for the application of the trained ML routine for EXAFS
analysis is the experimental EXAFS spectrum itself. Moreover,
a very large number of spectra can be processed within
seconds, making this approach highly attractive for high-
throughput analysis. The issue of coexisting species can also be
simply addressed in the ML approach by using for the ML
training not just model spectra and RDFs for model
compounds but their artificial linear combinations. Moreover,
since the ML training is carried out with realistic MD structure
models, the ML output is constrained to be some physically
reasonable RDF, even for input spectra with limited data
quality.
During the last years, the ML-based EXAFS data analysis

approach has been proven successful in a wide range of studies
such as the interpretation of EXAFS spectra of iron
experiencing a temperature-induced phase-transition from the
bcc to the fcc structure,214 studies of composition effects on
EXAFS spectra in bimetallic PdAu NPs (Figure 11b−d),241 the
thermal expansion of small Pt NPs,168 and operando
investigations of reduction and structural transformations in
CuZn nanocatalysts during CO2 electroreduction.25 The

readers are referred to ref 12 for more details about the ML-
EXAFS method and a review of its recent applications.

5. FROM DESCRIPTORS TO PHYSICAL MODELS OF
ELECTROCATALYST STRUCTURE AND
COMPOSITION

5.1. Absorber Concentrations

One of the first sample parameters that can be extracted from
an XAS experiment is the concentration of the absorbing metal
atoms. Indeed, both in transmission and fluorescence experi-
ments, the intensity of the XAS signal before normalization is
directly proportional to the number of absorbing atoms in the
way of the X-ray beam and thus characterizes both the sample
thickness and absorber concentration. This often serves as a
convenient tool to quickly optimize the sample to ensure the
best signal quality in transmission experiments and to avoid
self-absorption effects in fluorescence-mode XAS. At the same
time, this information can also be used to in situ monitor
sample transformations due to metal deposition, dissolution in
an electrochemical environment, or evaporation at high
temperature. For example, the fluorescence line intensities
associated with X-ray absorption at the Cu L2,3 edges were
recently used by Velasco-Velez et al. to in situ monitor the
electrochemical deposition of Cu from CuSO4 under −0.5 V
(vs Ag/AgCl) applied potential (Figure 12).75 The ability to

detect variations in the concentrations of the absorbing species
is also critical for studies of heterogeneous samples, and is
especially useful when combined with the possibility to scan
the position of the X-ray beam. A good illustration of this is the
study by Takao et al.,104 where the spatial distribution of Pt
species at the cathode of polymer electrolyte fuel cells was
mapped, Figure 4a. The proportionality of the XAS signal to
the number of absorbing species is also a useful tool to verify
the relative concentrations of different metals in multielement
systems such as bimetallic nanocatalysts. For example, Zhang
et al. used the ratio of the Pt-L3 and Au L3 absorption jumps to
estimate the thickness of the gold layer in Au-decorated Pt NPs
for ORR.242 While for atoms that are the neighbors in the
Periodic Table (such as Pt and Au), the ratio of the
corresponding absorption jumps can be directly linked to the
ratio of the metals in the sample, for atoms with absorption
edges separated by larger energy differences, one should also

Figure 12. (a) Evolution of the XAS signal at the Cu L2 and L3-edges
during the electrodeposition of Cu at −0.5 V versus Ag/AgCl in 5
mM CuSO4. (b) SEM image of the deposited Cu electrode.
Reproduced with permission from ref 75. Copyright 2019 American
Chemical Society.
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take into account the energy-dependence of the X-ray
absorption cross-sections.

5.2. Oxidation State

The oxidation state of the catalytically active species is one of
the important parameters that determines the reactivity of a
catalyst. It is also one of the parameters that most often
changes under reaction conditions. Frequently, information
about the oxidation state can be easily extracted from the
examination of the absorption edge position since a higher
oxidation state is associated with a shift of the absorption edge
toward larger energies. For example, a nearly linear relationship
between the Co K-edge position and the Co oxidation state
has been reported (Figure 6a).134,135 Using XAS spectra for
reference materials with known oxidation state, the relationship
between the oxidation state and the edge position can be
established and used to find the oxidation state of the new
material of interest. It should be however noted that instead of
a nominal oxidation state, in some cases the absorption edge
position rather characterizes the so-called coordination charge,
which accounts for charge redistribution due to chemical
bonding.26,243

The edge position is a commonly used descriptor for the
oxidation state of electrocatalysts. For example, Bergmann et
al. used in situ XANES at the Co K-edge to monitor the
oxidation state of Co in Co3O4 catalysts during OER.244 In
addition, Friebel et al. used the position of the Ni K-edge to
follow the changes in the Ni oxidation state under applied
potential in Ni−Fe catalyst for electrochemical water
splitting,245 Velasco-Velez used the Cu L2,3 edge to in situ
monitor the generation of different Cu oxidation states by
linear sweep voltammetry,75 and Zhou et al. used the position
of the Cu K-edge to confirm the effect of B-doping on the
stabilization of cationic Cu species under CO2RR condi-
tions.246

While following the absorption edge position is a convenient
tool for qualitatively tracking the changes in the oxidation
state, one needs to be careful when applying this approach for
quantitative analysis. As discussed in Section 4.1, the term
“absorption edge position” does not have an unambiguous
definition, and different authors use different conventions. One
needs to pay especial attention when materials with very
different structures are analyzed. For example, for nano-
structured materials with different particle sizes, minor shifts of
the absorption edge can be difficult to interpret because the
particle size plays an important role in determining the edge
position. In particular, for NPs, the increase in the Fermi level
energy and the increase in the electronic screening lead to blue
and red shifts of the X-ray absorption edge, respectively.247

For some systems, information about the oxidation state can
be obtained from the analysis of pre-edge features. Because
pre-edge features arise due to transitions to unoccupied
localized states, XAS spectra for metals typically do not have
them, while they are common for oxidized absorbing atoms,
and are also quite sensitive to the oxidation state.26 For
example, Cu K-edge XANES has no pre-edge feature for Cu(I)
species due to a completely filled 3d orbital (d10 state).248 For
the Cu(II) state, there is a single hole in the 3d orbital, and a
pre-edge feature can be observed at ∼8980 eV, Figure 1a,
affected also by the distortion of the CuO6 octahedron caused
by the Jahn−Teller effect.249 Similarly, the analysis of the
shape and position of pre-edge features in the Fe K-edge is a

powerful tool to discriminate between Fe(II) and Fe(III)
species and is used, for example, in environmental science.26,250

Independently, information about the materials oxidation
state can be obtained also from EXAFS analysis. While EXAFS
mostly probes the atomistic structure of the material, the E0
factor in the EXAFS equation, eq 6, is sensitive to the
absorption edge position and, hence, to the oxidation state.
The quantitative interpretation of the E0 from EXAFS data
fitting with theoretical standards (e.g., FEFF program31 and
ARTEMIS software55 that uses FEFF as a built-in code) is
complicated by the fact that in the fitting, instead of the actual
E0 value, one refines the difference ΔE0 between the value of
the onset of the absorption edge in the experimental data and
the photoelectron reference energy in the theoretical
simulations. The numerical ΔE0 value will thus depend on
the beamline calibration, conventions used in EXAFS data
alignment and extraction, the structure model used for the
FEFF simulations, FEFF code parameters, and version. While
the obtained ΔE0 values themselves are noninformative, their
systematic change in a series of similarly processed EXAFS
spectra (e.g., time-dependent data for electrocatalysts under
reducing/oxidizing conditions) hints toward changes in the
sample oxidation state.
Another parameter, extracted from EXAFS data analysis,

that can be used to track the changes in the sample oxidation
state is the interatomic distance. A contracted bond length is
commonly associated with an increased oxidation state.245 This
argument was used to confirm the changes in the Ni oxidation
state in Ni−Fe catalysts during the electrochemical water
splitting.245 Gorlin et al.251 also used Ni−O and Fe−O
interatomic distances to determine Fe and Ni oxidation states
in similar materials. Different Cu−O distances can also be used
to distinguish between Cu2O and CuO species.252 In many
cases, DFT calculations can be very helpful in establishing the
relations between oxidation state and interatomic distances.245

The use of EXAFS for the determination of the oxidation state
can be especially helpful in the case of XAS data collected at
high energies, where the XANES spectral features are broad
and their interpretation is ambiguous. For example, XANES
data analysis at the Sn K-edge may give ambiguous results due
to the similarity of the spectra for Sn0 and Sn2+ species, and
therefore, the detection of Sn2+ species can be problematic.
The Sn−O distance for SnO, however, is significantly longer
than that in SnO2 (2.22 vs 2.05 Å), thus allowing one to
distinguish between 2+ and 4+ species based on EXAFS data
analysis.253 It is, of course, also always advantageous to
contrast XAS findings with results from other techniques, as for
example Raman spectroscopy, as illustrated in ref 254.

5.3. Particle Size

5.3.1. Coordination Number Analysis. The particle size
is one of the critical parameters that determine the catalytic
properties of nanostructured catalysts. In many reactions, both
in the gas phase and in an electrochemical environment, the
catalyst particle size has a strong influence on the catalytic
activity due to the increased number of undercoordinated sites
or changes in the electronic structure in small NPs.16,255−265

A common approach for the determination of metal particle
sizes from XAS relies on the analysis of the CNs. CNs are
usually extracted from EXAFS data fitting but can be obtained
also from XANES data interpretation using machine learning
methods. For a particle of a given shape, there exists a unique
relationship between the particle size and the CN in any
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coordination shell of interest Cnano.
266 For example, for

sufficiently large spherical particles, Calvin et al. pro-
posed267,268
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where Rnano is the particle radius, Cbulk is the coordination
number in the corresponding coordination shell in the bulk
material, and R is the coordination shell radius. For particles of
other shapes, similar relationships can be readily obtained from
geometrical considerations.268 However, it is often more
convenient to analyze the relationship between coordination
numbers and the particle sizes numerically, by generating
simple models of NP clusters with different sizes, and
calculating the coordination numbers for different shells
explicitly (Figure 13a).258,269,270 For example, Choi et al.

used this approach to interpret CNs extracted from EXAFS
data to determine the size of Au NPs and found a good
agreement with ex situ microscopy data. Interestingly, an
increase in Au particle size was observed under reaction
conditions during the electrochemical oxidation of 2-
propanol.271

Since the accuracy of the coordination number estimations
is rarely better than 5%, eq 16 indicates that coordination
numbers for NPs will be undistinguishable from bulk values for
R/Rnano ratios around 0.07. This sets the limit to the maximal
particle sizes that can still be extracted reliably from XAS
analysis. For example, for close packed Pt NPs (distance R
between the nearest neighbors being 2.77 Å), size-effects can
only be detected via XAS for particles smaller than ∼4 nm.
It is important to note that XAS is an ensemble-averaging

technique and that for heterogeneous samples with absorbing
species coexisting in different environments, caution is needed
in the interpretation of XAS data and the CNs extracted. In the

simplest case of a sample where metallic particles of different
sizes coexist, the analysis of particle sizes by XAS will yield only
an effective mean particle size averaged over all species.
Nonetheless, knowledge of such effective particle size and
tracking its evolution under reaction conditions can provide
important clues about particle segregation/fragmentation
trends, as demonstrated by Matos et al., who used the CNs
extracted from the fitting of EXAFS data of Pt NPs to follow in
situ their coarsening under high temperature treatments in
different chemical environments (Figure 13b). However, in the
samples with broad particle size distributions, the contribution
of larger particles to the measured spectrum is effectively larger
due to a larger fraction of atoms involved. Thus, the effective
particle size obtained from XAS will be slightly larger than the
true average particle size. See ref 268 for more details. If
additional information about the particle size distribution is
available (e.g., from TEM measurements), such information
can be included in the interpretation of the coordination
numbers; see ref 212. Another important case of heteroge-
neous samples, especially relevant for in situ catalysis studies,
includes those with coexisting metallic and oxide phases. The
interpretation of CNs here needs to be carried out with
especial care, as discussed in Section 5.9.
While for the determination of the particle size in metallic

NPs, information from the first coordination shell is, in
principle, sufficient, the CNs extracted from further coordina-
tion shells can increase the confidence in the structure model.
For example, Varnell et al. used CNs for the first four
coordination shells, extracted from EXAFS data fitting, to
determine the sizes of bcc-type Fe NPs formed in Fe-
porphyrin-type catalyst during ORR,272 while Bock et al. used
a similar approach to track the sizes of Fe NPs during the
electrochemical delithiation of Fe3O4 crystals (Figure 13c).
These studies are also good examples where XAS data were
used for the interpretation of particle sizes in systems with a
structure different from the common fcc structure.

5.3.2. Interatomic Distance Analysis. The accuracy of
the NP size determination from the CN analysis is always
limited by the quite significant uncertainty of the CN values,
especially in the case of the analysis of in situ and operando
XAS data, which typically have lower signal-to-noise ratio. An
alternative insight into the particle size can be obtained from
the interpretation of interatomic distances. Note that due to
surface tension effects, interatomic distances in NP near-
surface layers tend to be shorter than those in the bulk
material.162,274 Because of the increasingly large surface-to-
volume ratio in small NPs, this results in a reduction of the
sample-averaged interatomic distances that can be detected by
XAS.275−277 Hence, accurately estimated interatomic distances
can be used to determine particle sizes. Frenkel et al. used this
approach for the determination of particle sizes in thiol-
stabilized Au NPs from Au L3-edge EXAFS data and
demonstrated a good agreement between the particle sizes,
as estimated from the CN analysis, and those obtained from
interatomic distance analysis.278 More recently, a linear
relationship between the Au−Au bond contraction and the
first shell coordination numbers was confirmed by Behafarid et
al. for size-controlled Au NPs encapsulated in PS-P2PVP
micelles (Figure 14a).259 Moreover, the trend obtained based
on the XAS data analysis was found to be in agreement with
the results of DFT simulations for ligand-free NPs, highlighting
the importance of theoretical modeling in the interpretation of
the particle size/bond contraction relationship. Finally, it

Figure 13. (a) Calculated dependency between the size of Pt clusters
and the 1st shell CN. (b) Evolution of the NP size deduced from CNs
obtained from EXAFS data fitting during the in situ coarsening in H2
atmosphere of Pt NPs supported on Al2O3. Reproduced from ref 258
with permission from the PCCP Owner Societies. (c) Determination
of the NP size for Fe NPs using CNs for the first (C1), third (C3), and
fourth (C4) coordination shells. Adapted from ref 273 with permission
from the PCCP Owner Societies.
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should be noted that similarly to the CN analysis, the
interatomic distances can only provide insight into NP sizes in
the case of very small particles (<2−3 nm) and are most
informative for particles of subnanometer size. For example,
Timoshenko et al. used interatomic distances extracted by
neural networks from Cu K-edge XANES data to confirm the
presence of ultrasmall NPs under a reactive atmosphere in
samples containing size-selected Cu clusters, in agreement with
the findings extracted from the analysis of NN-yielded CNs
(Figure 14b).37 Significant contraction of the interatomic
distances was observed for Cu clusters with subnanometer size,
while for larger particles, the interatomic distances were found
to be close to the bulk value.37,277

5.3.3. Nonmetallic Nanoparticles. Previously discussed
approaches are applicable to the extraction of particle sizes in
metallic NPs only. The sensitivity of the XAS method to
particle sizes in the case of oxidized NPs is much less
pronounced. Because of the stability of metal−oxygen
polyhedral structural units, even in the smallest oxidized NPs
the metal atom is usually completely coordinated by oxygen
atoms, and therefore, the first coordination shell does not
contain any information on the particle size. The interpretation
of contributions of more distant coordination shells in oxidized
materials is thus necessary to obtain information about the
particle sizes. For example, Figure 15a demonstrates that while
the first coordination shell (1st peak in the Ni K-edge FT-
EXAFS data) in NiO NPs is practically not affected by the
particle size, contributions of more distant coordination shells
are suppressed for smaller particles.223 The interpretation of
these distant shell contributions in oxide materials is, however,
even more challenging than that in metallic systems. The few
existing examples of NP size determination in oxidized systems
rely on advanced data analysis approaches. The interpretation
of size-effects in Ni K-edge XANES data for NiO NPs with
sizes 1−4 nm was demonstrated by Anspoks et al. by directly
matching to experimental data theoretically simulated EXAFS
spectra for NPs of different sizes (Figure 15a,b).223 To
generate theoretical spectra, classical MD simulations were
used. In addition to particle size, the other parameter that was
varied in this study was the concentration of Ni vacancies. The
latter is another factor that needs to be considered in the case
of XAS data interpretation of oxide NPs since they may have

much more defective structures than their metallic analogues.
The particle sizes obtained here from MD-EXAFS analysis
were in good agreement with those extracted from XRD by the
Scherrer’s method.223 One should note, however, that very
high quality EXAFS data (with kmax up to 18 Å−1) were
available in this study, which is not a typical situation in the
case of operando data analysis for catalysts. For these latter
cases, a XANES-based method for particle size determination
can be better suited. For example, Liu et al. recently
demonstrated that the information on the second shell Cu−
Cu coordination number, and hence, the particle size in
oxidized Cu NPs can be extracted from neural network-based
analysis of Cu K-edge XANES data for subnanometer size-
selected Cu NPs (Figure 15c).199

Figure 14. (a) Contraction of the Au−Au bond lengths in size-selected micellar Au NPs encapsulated by PS-P2VP ligands and supported on γ-
Al2O3 compared to similar model Au NPs with and without the surface ligands as a function of the 1st shell CN. Structure models of NPs with and
without ligands are shown in the insets. Reproduced with permission from ref 259. Copyright 2014 American Chemical Society. (b) Relation
between the Cu−Cu interatomic distance and the 1st shell coordination numbers in ultrasmall soft-landed Cu clusters deposited on ZrO2 and ZnO.
Reproduced with permission from ref 37. Copyright 2018 American Chemical Society.

Figure 15. Determination of particle sizes for oxide NPs from
XANES: (a, b) analysis of particle sizes in NiO nanostructures. (a)
Experimental Fourier transformed Ni K-edge EXAFS data for a NiO
thin film (tf) and nanocrystalline NiO are compared with the best
matching theoretical EXAFS spectrum from MD simulations. (b)
Differences between experimental and simulated EXAFS data for NP
models with different sizes and Ni vacancy concentrations.
Reproduced with permission from ref 223. Copyright 2012 by the
American Physical Society. (c) Cu−Cu CNs yielded by a NN-based
analysis of Cu K-edge XANES data are compared with the expected
number of atoms in the mass-selected oxidized Cu clusters.
Reproduced from ref 199 with the permission of AIP Publishing.
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5.4. Particle Shape

Catalyst particle shape is another important parameter for
understanding not only the catalytic processes279−281 but also
the thermodynamic properties of NPs.204,261 Differently
shaped NPs expose different facets, which can significantly
affect the catalyst interactions with adsorbates and reaction
intermediates. For example, in studies of CO2RR over PdH
catalysts, Zhu et al. reported significantly higher selectivity
toward CO2 conversion to CO for octahedral NPs (exposing
(111) facets) rather than for cubic NPs exposing (100)
facets.282 A change in the NP shape also results in a different
number of active low-coordinated sites on the NP surface.247

On the other hand, different particle shapes can also constitute
evidence of different particle−support interactions. For
example, the flattened, raft-like shape of Pt NPs on Al2O3
and TiO2 supports can be a signature of strong particle−
support interactions.73,261,280

Studies on shape-selected model NPs have demonstrated
that small NPs with different shapes indeed exhibit different
XAS spectra (Figure 16a,b).184,185,204,261,283 The determination
of the average NP shape from XAS data is usually based on
coordination number analysis. As mentioned above, the
relationships between CNs and particle size are somewhat
different for particles of different shapes, giving the possibility

to discriminate between different shapes from the analysis of
experimental XAS data, provided that the sample under
investigation consists of size- and shape-selected particles. A
common approach thus relies on generating a large library of
cluster models of particles of different sizes and shapes,
calculating for them coordination numbers in the first few
coordination shells, and then selecting the model that gives the
best agreement with the CNs extracted from experimental
data.204,261,269,283 If TEM data are available, the shape
determination should also involve adding the TEM NP
diameter as a relevant selection parameter together with the
CNs for the first NN shells. Such an approach was used by
Roldan et al. to solve the shape of Pt NPs on Al2O3.

279,284 It
was also followed by Myers et al. for the determination of the
shape of Pt electrocatalysts during ORR from in situ Pt L3-edge
EXAFS data.285

However, for the reliable determination of particle shapes
from XAS data, several conditions need to be fulfilled. Similarly
as with the interpretation of particle sizes, the NP geometry
will affect significantly the XAS data only for small particles
with sizes less than 4−5 nm. In the case of shape
determination, this requirement is even more stringent because
the number of different shapes that can fit the given set of
CNs, within the analysis uncertainty, increases significantly
with increasing particle size. Thus, without additional
information, particle shapes can be determined only for
particles smaller than 1−2 nm. Next, while for the
determination of NP sizes information from the first
coordination shell is, in principle, sufficient, information from
at least a few coordination shells is required to resolve
unambiguously the most representative NP shape, which
means that high quality EXAFS data are required or advanced
data approaches need to be used. Finally, the most critical
requirement is the need of narrow particle size and shape
distributions. Some of the synthesis methods that fulfill such
requirement include colloidal chemistry approaches such as
inverse micelle284 and dendrimer encapsulation2,286 methods.
However, even if the as-prepared samples do have well-defined
NP size and shape distributions, this may change under
reaction conditions, rendering advanced XAS data analysis
inapplicable.280 Therefore, the extraction of particle shape
information from XAS data is typically restricted to as-
prepared model systems and a limited number of experimental
conditions. In the case of in situ data interpretation, the
analysis of NP shapes is usually limited to a simplified
argument that a decrease (increase) in the first shell CNs can
be an indication of the NPs becoming flatter (more spherical
with less NP/support contact).280,287,288 For example,
Grunwaldt et al. used this approach and analysis of apparent
coordination numbers from in situ EXAFS to demonstrate
reversible changes in the shape of Cu/ZnO catalysts for
methanol synthesis under wet and dry syngas conditions,
resulting in more spherical and more disk-like NP shapes,
correspondingly.288 At the same time, Mistry et al. used in situ
EXAFS to follow the transformation of Pt NPs on γ-Al2O3
from flattened (2D) to a more 3D-like shape as a result of an
increase in the hydrogen coverage that also leads to a modified
(weaker) NP/support interaction (Figure 16c).287 In the case
when different particle models may fit the obtained set of
coordination numbers, information from other techniques, for
instance, microscopy (e.g., STEM) measurements, becomes
instrumental by providing an independent estimate of the NP
size and helping to resolve the degeneracy.73,279,283,284

Figure 16. (a, b) Particle shape effect for ∼1 nm micellar Pt NPs
supported on γ-Al2O3. Fourier-transformed Pt L3-edge EXAFS data
are shown in panel a, while panel b shows the CNs extracted for NPs
with two different shapes (shown in the inset in panel a) for the first
four coordination shells (filled squares) together with the
corresponding CNs from NP shape models (open squares). Adapted
with permission from ref 280. Copyright 2013 American Chemical
Society. (c) Changes in the Pt 1st shell CNs as a function of hydrogen
coverage due to a transformation in the NP shape. Results of
experimental EXAFS measurements are compared with a theoretical
model for a Pt22 cluster.291 Adapted with permission from ref 287.
Copyright 2013 WILEY-VCH Verlag GmbH and Co. KGaA,
Weinheim. (d) Particle shapes obtained from NN-XANES analysis
of polarization-dependent Pt L3-edge XAS data for Pt NPs on SiO2/
Si(111) and TiO2(110) supports, and fitting of the corresponding
EXAFS data with the RMC method. The results from measurements
acquired with three different X-ray polarizations (2 parallel (∥) and
one perpendicular (⊥) to the substrate) are shown for the Pt/TiO2
sample. Reproduced with permission from ref 73. Copyright 2019
American Chemical Society.
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Because of the limited possibilities for multiple shell EXAFS
analysis in the case of in situ/operando data with limited signal-
to-noise ratio, an attractive alternative is to use XANES-based
methods for NP shape determination. Neural network-based
approaches were proven to provide reliable CNs values for the
first four coordination shells in model Pt NPs, opening up the
possibility to determine particle shapes.38,73 In refs 289 and
290, Timoshenko et al. demonstrated the suitability of this
approach for the analysis of in situ XANES data. An example
involves the interpretation of Ag K-edge XANES data during
the temperature-controlled particle aggregation. In the cases
where EXAFS data are also available, particle shapes,
constructed based on NN-XANES analysis, can further be
validated by RMC-EXAFS simulations.38,73 A recent example
of this combined approach is the study by Ahmadi et al. of Pt
NPs on TiO2(110) in UHV conditions, where the particle
shapes were first determined by comparing CNs from NN-
XANES analysis and conventional EXAFS data fitting with
those for a large library of clusters of different sizes and shapes,
and then the obtained structure model was further optimized
using EXAFS data and RMC simulations, which refined the
positions of the Pt atoms in the NP and Ti and O atoms at the
interface between the NPs and the support. An additional
feature of this study was that the XAS spectra were collected in
ultrahigh vacuum (UHV) with three different X-ray polar-
izations and analyzed simultaneously. Because of the fact that
the contribution to the X-ray absorption spectrum is different
for bonds with different orientation with respect to the X-ray
polarization, such polarization-dependent measurements pro-
vide a direct way to probe the anisotropic NP structure and
shape (Figure 16d).73 However, this approach is meaningful
only for studies of oriented samples with narrow size and shape
distributions; thus, its applicability to in situ and operando
investigations of realistic catalysts is limited.

5.5. Alloying Motifs in Bimetallic NPs

5.5.1. Alloying Effect in XANES. The interactions
between the constituent metals in bimetallic systems provide
many exciting possibilities to tune the catalyst properties. In
general, the coexistence of atoms of different types, where each
of them may have its own catalytic activity for the particular
reaction, results in a plethora of possible effects such as the
presence of unique heterometallic sites on the catalyst surface,
changes in the lattice constant, increased disorder and
heterogeneity, induced stress due to lattice mismatch, charge
transfer, and change in the electronic properties.292−297 For
example, for CO2RR applications, where CO2 can be converted
into a number of different reaction products, alloying Cu with
secondary metals such as Zn, Co, Ag, or Au is a common route
to control the selectivity of the catalyst.2,25,111,252,298−307 For
the same reaction, segregated Au-core Pd-shell NPs were
proposed, where the selectivity for CO2RR to different
hydrocarbons can be tuned by controlling the Pd shell
thickness.2,308,309 At the same time, Au−Pd alloy NPs were
found to be active for the production of CO.310 For PdPt NPs,
depending on the order of the deposition of the different
metals on the carbon support (i.e., Pt/Pd/C or Pd/Pt/C),
enhanced selectivity toward hydrogen or formate production
was obtained, respectively.311 Moreover, the composition,
structure, and architecture (e.g., random alloy vs segregated
structure) of catalyst often change under working conditions.
Operando studies are thus indispensable for understanding the
catalytic processes in these materials. The XAS method gives

unique capabilities in this case, being an element-specific
method, and thus providing the possibility to probe
independently the local structure around each of the
constituent metals.
The pronounced effect of alloying on XANES spectra can be

well seen in Figure 17a and b, where Cu K-edge XANES

spectra collected for CuZn and CuNi bulk alloys312 and Au L3-
edge spectra for AuPd NPs200 are compared. The observed
differences between spectra for alloys with different composi-
tions signify, in part, modifications in the electronic
structure.137,138 In particular, the intensity of pre-edge features
at ∼0−5 eV in Figure 17a was associated with the number of
empty states in the vicinity of Cu, resulting in sharper features
in the case of Ni-rich alloys, where Ni has no 4s electrons, and
a less pronounced feature in the case of Zn-rich alloys (one
extra 4s electron in comparison to metallic Cu).312 Similar
trends in operando Cu K-edge XANES spectra were recently
observed for nanosized CuZn catalysts during CO2RR.

25 Note
here that because Ni, Cu, and Zn are neighbors in the Periodic
Table, and have similar photoelectron scattering properties, it
is difficult to distinguish between them using EXAFS-based
analysis approaches. Insights from XANES can thus be very
helpful to distinguish between Cu-rich and Zn-rich environ-
ments. One limitation of the XANES method here, however, is
that modeling of alloying effects on the near-edge XAS features
is currently challenging, as demonstrated in Figure 17b by
comparing the trends in the experimental and simulated Au L3-
edge data in PdAu alloys, hindering applications of XANES for
quantitative data analysis.

5.5.2. Partial Coordination Numbers. A more common
approach for the identification of alloying and ordering motifs
in heterometallic compounds relies on the interpretation of
coordination numbers. For example, for a homogeneous alloy
formed by atoms of types A and B, the ratio of CNs for A−B
bonds and A−A bonds should be equal to the ratio of the

molar fractions of B and A atoms, =C
C

x
x

AB

AA

B

A
. Deviations from

this relationship indicate segregation of the metals: the ratio
C
C

AB

AA
being lower than x

x
B

A
means that the environment around

Figure 17. (a) Alloying effect in experimental Cu K-edge XANES
data in CuZn and CuNi alloys. Reproduced from ref 312 with
permission of AIP Publishing. (b) Alloying effect in experimental and
theoretical Au L3-edge XANES for PdAu alloy NPs with different
composition. The corresponding models are shown below. Repro-
duced from ref 200 with permission from the PCCP Owner Societies.
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the A atoms is, on average, enriched by atoms of type A, and
suggests a tendency of the A-type atoms to cluster.184,313 CAB
equal to 0 indicates complete segregation of the metals. To
further discriminate between a random alloy structure and an
ordered material, one can calculate Cowley’s short-range order
parameter:

α = −
C

x C
1 AB

B A (17)

Here CA = CAB + CAA is the total coordination number of
atoms A. For random alloys, α is expected to be 0. Positive α
values indicate segregation (clustering), while negative α values
indicate ordering. For 3D fcc-type alloys, α can assume values
between −1/3, for a perfectly ordered Cu3Au-type alloy, and
+1 for a completely segregated system.184,313,314 The linear
relationship between all coordination numbers extracted for
PdAu NPs of different sizes and compositions, and the fraction
of Pd atoms xPd, observed in ref 241 and shown in Figure 18a,
indicates α = 0 and a random alloy structure.

In the situation, where significant fraction of atoms of type A
is at the surface, one should also expect CA being smaller than
the corresponding value of nearest neighbors in the bulk
material (12 in fcc metals). Two possible reasons for that are
the high surface-to-volume ratio in small NPs and the
segregation of A atoms to the material surface. To distinguish
between these scenarios, EXAFS analysis at the absorption
edge for the B-type atom, and analysis of the corresponding
CBA and CBB coordination numbers are helpful. If CA is lower
than the bulk value, while CB = CBB + CBA is close to the bulk
value, the segregation of A atoms to the particle surface is
expected. If both CA and CB are smaller than the expected bulk
value, this indicates the presence of small NPs. The effective
coordination number, useful for the estimation of particle sizes
as discussed in Section 5.3.1, can then be calculated as

= +C x C x CB B A A (18)

As a side remark, note here that if EXAFS data both for atoms
of type A and B are available due to the fact that the total
number of A−B and B−A bonds is the same, xACAB should be
equal to xBCBA, regardless of the material structure and the

segregation trends. This relation can be used as an additional
way for the estimation of the ratio of the A and B metals, or, if
the latter is known from independent measurements, as a
helpful constraint for EXAFS data fitting. Additional obvious
constraints that help to reduce the number of unknowns in
structure refinement are those for interatomic distances (R)
and disorder factors (σ2): RAB = RBA and σAB

2 = σBA
2.184

An alternative approach to these analytical considerations is
to rely on simulations of the particle structure. Tupy et al. used
simple RMC-like methods to fit the coordination numbers
extracted from conventional in situ EXAFS data fitting of PtNi
catalysts for ethylene glycol reforming. The starting model was
a spherical particle with a random distribution of Pt and Ni
atoms, which was then iteratively updated by swapping
randomly chosen atoms until a good agreement between
model-averaged and experimentally obtained coordination
numbers was achieved, revealing the segregation of Ni to the
particle surface under reaction conditions.315 A similar
approach was recently applied for deciphering the distribution
of Pd and Au atoms in PdAu NPs.241 The advantages of this
simulation-based approach are (i) its ability to account for
coordination number uncertainties (e.g., misfits between
experiment and model can be differently weighted, depend-
ently on the error bar associated with a particular partial
coordination number) and (ii) the possibility to include in the
analysis the information about coordination numbers in more
distant coordination shells. The latter are very challenging to
extract for bimetallic systems using conventional approaches
but can be obtained from machine-learning based EXAFS
analysis. The examples of the PdAu particle models
constructed based on NN-EXAFS analysis are shown in Figure
11d.
However, in all the above-mentioned cases, caution needs to

be taken if the coexistence of particles of different sizes and
compositions cannot be excluded. The sample heterogeneity
can result in significant artifacts in the interpretation of the
coordination numbers, as demonstrated by Frenkel et al.313

5.5.3. Interatomic Distances and Disorder. The
discussion in the previous paragraphs was limited to the
cases where the metals that form the bimetallic material are
substantially different in terms of their atomic number, so that
they can be distinguished by EXAFS. In practice, many
catalytically relevant alloy systems are formed by metals that
are neighbors in the Periodic Table, limiting the amount of
information that can be extracted from the CNs analysis. In
this situation, to distinguish between different segregation/
alloying motifs, one can rely on other structural parameters
that can provide indirect insight. For example, due to the
difference in sizes of the constituent atoms, the alloying may
result in enhanced structural disorder and corresponding
Debye−Waller factors. However, especially informative can be
the analysis of the interatomic distances. According to Vegard’s
law, the lattice constant of a bimetallic alloy is expected to be
in between those of the constituent pure metals and should
change linearly with composition. This provides a possibility to
distinguish between well-ordered alloys and segregated systems
even for bimetallics consisting of atoms that are neighbors in
the Periodic Table. For example, such a reasoning was
employed to confirm the alloying of Pt with Au in ultradilute
Pt−Au nanoalloys, which exhibited high electrocatalytic
activity for the formic acid oxidation.316 The dependency of
Pd−Au, Pd−Pd, Au−Pd, and Au−Au bond lengths in random
alloy PdAu NPs on the Pd concentration, as extracted from

Figure 18. Changes in the 1st shell (a) coordination numbers and (b)
interatomic distances in Pd−Pd, Pd−Au, Au−Pd, and Au−Au bonds
in PdAu NPs with different Pd concentrations, as extracted from the
analysis of Pd K-edge and Au L3-edge EXAFS data. Reproduced with
permission from ref 241. Copyright 2019 American Chemical Society.
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advanced analysis of EXAFS data,241 is shown in Figure 18b.
The approximately linear relationship between the bond
distance and the Pd concentration follows the Vegard’s law.
However, a more detailed look reveals some differences
between the Au−Au and Pd−Pd bond-lengths, which,
according to Vegard’s law, should be the same. The observed
difference was attributed to the difference in size of the Au and
Pd atoms, together with the asymmetry of the interaction
potential, which makes it easier to expand the Pd−Pd distance
than to compress the Au−Au distance.241 A similar effect was
also observed for CuAu alloys.314 This is just one example that
demonstrates that caution is needed when the Vegard’s law is
applied to understand the structural motifs in the catalyst
because interatomic distances are not only affected by the
composition. For example, the surface segregation of atoms of
one type may also result in compressed interatomic distances
due to a surface tension effect,162 as observed, for example, for
ultradilute PdAu alloys.241

Regardless of the origin of the changes in the interatomic
distances, in several important cases, the metal−metal bond
length itself was established as a convenient descriptor of the
catalyst properties. A nearly linear relationship between the
contraction of the Pt−Pt bond distance (as extracted from in
situ EXAFS analysis) and the specific catalytic activity for ORR
in a broad range of Pt-based alloys was reported by Kaito et
al.317,318 The relationship between the Cu−Cu distance and
the selectivity toward CO2RR or competing HER in Cu-based
alloys was discussed by Bernal et al.319 For instance, using
operando EXAFS, a pronounced switch in selectivity was
observed for CuZn catalysts during CO2RR from CH4
production to CO and H2. The observed change could be
correlated with a change in the material structure and
composition, from originally having Cu/ZnOx to the formation
of a CuZn brass alloy under reaction conditions, which led to
an increase in the effective Cu-metal distance.25,111

5.6. 3D Structural Motifs in Non-Close-Packed Materials

Because of the large number of possible structures, learning
about the 3D atomic arrangement and structural motifs in
nonmetallic and non-close-packed materials is an even more
challenging problem than the determination of the 3D
structure of the metallic NPs with fcc-type structure.
Information from EXAFS only usually concerns the radial
atomic distribution of atoms (i.e., all information is projected
onto one dimension) unless analysis can be extended to
account for the contributions of distant coordination shells and
bonding-angle sensitive MS effects. Thus, while EXAFS can
provide enough information to distinguish different metal
phases (e.g., fcc vs bcc structures)214 and metallic from
oxidized materials, a more specific identification of the non-
close packed materials structure without additional information
is challenging. As one successful example, we can mention the
study of nanosized tungstates (CoWO4 and CuWO4) that are
considered promising catalysts for photocatalytic oxidation of
water. As shown in Figure 19a and b, by carrying out RMC-
EXAFS optimization of four different candidate structure
models, one could conclude that only the models with edge-
sharing Co−O6 octahedra can fit the available experimental
data.320 Such modeling, however, requires high-quality data
and is not well-suited for the interpretation of in situ and
operando experimental results.
Analysis of the XANES portion of the X-ray absorption

spectra, in turn, seems to be more up to this task due its high

sensitivity to the 3D-geometry and symmetry of the environ-
ment around the absorbing atoms. As discussed above, pre-
edge features in XANES spectra can allow one to easily
distinguish between tetrahedrally and octahedrally coordinated
structural motifs from K-edge spectra of transition met-
als.321,322 For octahedrally coordinated cations (e.g., Cu2+ and
Ti4+), the intensity of the observed pre-edge is a commonly
used descriptor of the distortion of the metal-O6 octahedron
due to the Jahn−Teller effect.249,323 Analysis of the pre-edge
features is also helpful to determine the symmetry around the
active metal species in single-site catalysts for ORR and
CO2RR.

20,106,272,324,325 Note that due to different selection
rules, different and highly complementary information can be
extracted from the analysis of XANES data of the K- and L-
edges of transition metals. For example, tetrahedral and
octahedral environments have a much stronger effect on the Fe
L3-edge XANES than on the Fe K-edge XANES spectra, as
demonstrated in studies of single-site Fe-based catalysts for
ORR.326

The post-edge region in XANES spectra is equally
informative. Zitolo et al. have demonstrated that XANES
data fitting of iron- and cobalt-based nitrogen−carbon
materials acquired during ORR provides important clues
about the coordination of the active site, whereas EXAFS
analysis yields ambiguous results.327,328 In particular, Figures
19c and d show results of the Fe K-edge XANES data fitting
for two candidate catalyst structures, and good agreement with
experimental data can only be obtained with a model that
features 6-coordinated Fe (planar Fe−N4 motif, with two
axially located oxygen atoms).
Even when the overall structure of the catalyst is known, the

determination of the occupancies of different nonequivalent
sites can still be a challenging and important task because
tracking their evolution under reaction conditions can be the
key for elucidating the nature of the active species. An

Figure 19. (a) Co K-edge EXAFS data of nanosized CoWO4 and the
accompanying fits with the RMC method and (b) four different
candidate structure models: only the models with edge-sharing CoO6
octahedra can fit the contribution of the distant coordination shells.
Reproduced with permission from ref 320. Copyright 2015 WILEY−
VCH Verlag GmbH and Co. KGaA, Weinheim. (c, d) Fe K-edge
XANES data of Fe−N−C catalysts for ORR and fits with two
different candidate structure models: additional axial Fe−O bonds are
necessary to fit the experimental data. Reprinted by permission from
Springer Nature, ref 327 (2015).
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illustrative example in this case includes the materials with Co-
based spinel-like structures that currently are actively
investigated for applications in OER and ORR.329−331 In
these materials, metal cations coexist in 2+ and 3+ states.
Moreover, two crystallographically nonequivalent sites are
available, with tetrahedral (Th) and octahedral (Oh) arrange-
ment of oxygen atoms, correspondingly. In the normal spinel
structure (such as that of Co3O4), Th sites are occupied by 2+
cations, while Oh sites are occupied by 3+ cations. In the
inverse spinel structure, 2+ cations occupy half of the Oh sites,
while the other half and all the Th sites are occupied by 3+
cations. In the spinels doped with different transition metals,
the occupancies of Th and Oh sites can change. Moreover, the
cations can get further oxidized under OER conditions and
redistribute between Th and Oh sites. The actual active site for
the OER in this material is still a matter of debate, with both
octahedrally coordinated 3+ sites330 and tetrahedrally coordi-
nated 2+ sites22,332 considered as candidates in the literature.
Probing the occupancies of different sites under catalyst
working conditions, and their correlation with catalytic activity,
is a promising path to address this question. Because XAS is
sensitive to both the oxidation state and the atomistic structure
of the catalyst, it is a very suitable tool for this task.
The FT-EXAFS spectrum for a spinel-like structure features

three distinct peaks (see Figure 20a), where the first broad
feature at ∼1.5 Å corresponds to the superposition of all
metal−oxygen contributions with different corresponding
metal valences and tetrahedral/octahedral coordinations and
is thus significantly distorted due to many nonequivalent
metal−oxygen bonds contributing to it. The second peak at
∼2.5 Å corresponds to the bond between Oh cations, while the
third peak ∼3.1 Å is attributed to the presence of absorbing
atoms in a Th environment and is a superposition of
contribution of bonds between Th−Oh metal species and
Th−Th metal species. By following the changes in the

intensities of these peaks, Wu et al. were able to track the
changes in the occupancy by Co of tetrahedral and octahedral
sites with increasing the Fe doping in CoFexAl2‑xO4 catalysts
for OER.329 The quantitative analysis of these trends is,
however, challenging. While the aforementioned single-
scattering contributions are dominating, MS contributions
and additional metal−oxygen bonds also add to the second
and third peaks in the FT-EXAFS, complicating its decipher-
ing. A complex fitting scheme based on some significant
simplifications and constraints for this class of materials was
developed by Calvin et al.333 However, caution is needed when
such an approach is applied for the interpretation of in situ data
with limited quality and limited k-range. One can envision that
advanced data analysis approaches, such as those based on
machine-learning methods, will be instrumental to address this
challenging problem.
XANES can also be a powerful tool for the speciation of

different site occupancies in complex materials. If the XANES
spectra corresponding to each particular site are known, the
site-occupancies can be found by simple linear combination
analysis (LCA), that is, by fitting the experimental spectrum
with a linear combination of spectra for different sites and
chemical species. The obtained weights of different site-specific
spectra will then correspond to site occupancies in the
material. The challenge here is to obtain the site-specific
reference spectra. It is often impossible to extract them from
experimental measurements since well-ordered materials,
where only sites of one given type are occupied, rarely exist.
It has been demonstrated that the usage of theoretically
simulated ab initio XANES spectra for different characteristic
structural motifs is a viable alternative.202 In particular, the
occupancies of three possible locations of Pd atoms in ligand-
protected PdAu24 cluster (Figure 20b) can be refined by using
linear combinations of ab initio calculated42 site-specific
XANES spectra, yielding a good agreement with experimental

Figure 20. (a) Co K-edge spectra for a series of CoFexAl2−xO4 spinels. Adapted by permission from Springer Nature, ref 329 (2019). (b)
Determination of the occupancies of non-equivalent sites available for Pd in ligand-protected PdAu24 clusters. The experimental Pd K-edge XANES
spectrum is compared with the result of LCA fitting with three ab initio calculated spectra corresponding to non-equivalent sites. The calculated
site-specific spectra are shown separately. Corresponding nonequivalent sites Pd−I, Pd−II, and Pd−III, and their occupancies, are shown in the
insets. Experimental and simulated data taken from ref 202.
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Pd K-edge data. Findings from XANES were later corroborated
by EXAFS measurements.334 These molecular systems are
considered to be highly promising and stable model catalysts in
multiple reactions.334 In particular, similar clusters were found
to be highly active for CO2RR.

2,335,336

5.7. Strain, Defects, Disorder

Disorder effects can manifest differently in the XAS data and
the extracted structural parameters. For example, a reduction
of the average coordination numbers is expected in disordered
systems due to a large number of vacancies in the structure.
Nevertheless, in XAS analysis, one often considers disorder
effects as the variations in the bond-length values, which are
captured by the Debye−Waller factor σ2. Importantly, the
value of the XAS σ2 parameter depends both on thermal
σp,thermal

2 and static σp,static
2 disorders. The former is strongly

linked to the dynamic properties of the material, such as
correlations in the motion of neighboring atoms and bond
strengths,152,154,238 and characteristic vibrational frequencies
commonly described by the correlated Einstein or Debye
models (see Section 4.3). The σp,static

2 component in turn
describes the static deviations from the average interatomic
distances due to a structure relaxation at the interfaces or grain
boundaries in polycrystalline materials, presence of defects, or
increased structure roughness. These parameters can have a
pronounced effect on the catalytic properties. For example, an
increase in the structural microstrain (suggested by an increase
in the EXAFS Debye−Waller factors) under aging treatment
was linked to an improved methanol steam reforming activity
for Cu/ZnO catalysts.337 In electrocatalysis, the fabrication of
rough surfaces via plasma treatment or dealloying processes is
a common route to improve the electrocatalytic activity of
polycrystalline materials.263,338 On the other hand, the strain
induced in the structure of multimetallic NPs due to the
mismatch of the lattice parameters of the constituent metals
provides the possibility to tune their electronic properties. This
was for instance linked to the superior activity for ORR
observed for NPs with an alloy core of varied composition
surrounded by a monolayer of Pt.339−341 A Volcano-type
relation between the strain in Pt within such bimetallic systems
and the catalyst activity for ORR was previously shown.118

Structural disorder can also change under catalyst working
conditions due to interactions with adsorbates. For example,
unusually large Debye temperatures, obtained from fitting
Debye−Waller factors extracted from EXAFS data, were
observed in the presence of hydrogen for Pt NPs with sizes
∼1 nm supported on γ-Al2O3.

168,203,204,261,342 By comparing
results for size- and shape-selected particles of different shapes
prepared via a micelle-encapsulation method, a correlation
between the surface-to-volume ratio and the Debye temper-
ature was observed (Figure 21a).204,261 Nevertheless, based on
theoretical simulations, these anomalies were in part attributed
to a decreasing hydrogen coverage on the NP surface with
increasing measurement temperature.261 Moreover, Small et al.
reported larger Debye−Waller factors for γ-Al2O3-supported Pt
NPs measured under CO atmosphere as compared to NPs
measured under H2 and observed also a dependency of the
Debye−Waller factors on the gas partial pressure.343 In this
study, the elastic energy associated with the lattice strain was
also estimated as κσ=W C static

1
2

2, where C is the Pt−Pt
coordination number, κ is the effective force constant obtained
from the temperature-dependency of the Debye−Waller
factors (see Section 4.3), and σstatic

2 is the static disorder.344

All of these parameters can be obtained from EXAFS data
fitting. While more work is still needed to determine the
applicability of this approach, this study provides an interesting
example of how EXAFS analysis can provide insight into the
thermodynamic characteristics of the material. In particular,
the results obtained by Small et al., Figure 21b, suggest
significant differences in the strain energies for NPs under
different environments that may affect the equilibrium
geometry of the NPs as well as their thermodynamic
properties.343

In addition to particle−adsorbates interactions, particle−
support interactions and interactions with ligands can also have
a pronounced effect on disorder, especially for small NPs.
Anomalies due to particle−support interactions in the
temperature-dependencies of the Debye−Waller factor for
small supported Pt and PtSn NPs were investigated by Vila et
al.345−347 On the other hand, a systematic increase in the
structural disorder of Au NPs with increasing number of
ligands was described in the study by Yancey et al., where the
results of experimental EXAFS measurements were confirmed
also by ab initio MD modeling.167 Broadening of the Au−Au
bond-length distribution in the presence of ligands was
observed and reproduced by DFT modeling also by Behafarid
et al. As expected, the ligand effect on particle-averaged
characteristics was more pronounced for smaller NPs.259 Note
here that the asymmetric shapes of the bond-length
distributions, induced by particle-ligand or particle-support
interactions observed in the aforementioned studies, were
found to pose challenges for the conventional EXAFS data
fitting approaches, and it was recently shown that more
adv anced da t a ana l y s i s me thod s may be r e -
quired.23,167,168,173,174,348

Static disorder effects due to surface relaxation or
interactions with adsorbates or support are most pronounced

Figure 21. (a) Debye temperature for size- and shape-selected Pt NPs
on γ-Al2O3 in H2 environment as a function of the ratio of total
number of atoms Nt and number of surface atoms Ns. Reproduced
with permission from ref 261. Copyright 2011 American Physical
Society. (b) Estimated strain energies for Pt NPs on γ-Al2O3 at
different partial pressures of H2 and CO. Reproduced with permission
from ref 343. Copyright 2012 American Chemical Society. Ligand-
induced disorder in a Au147 NP (c, d, e). (c) First shell RDF for an
Au147 NP with different number of thiol ligands as obtained in ab
initio MD simulations. (d) Comparison of Au L3-edge experimental
EXAFS data for Au147 NP functionalized with 72 thiols with the
theoretical EXAFS data calculated for the corresponding MD model.
(e) Snapshot of the MD model. Reproduced from ref 167 with
permission from the Royal Society of Chemistry. Permission
conveyed through Copyright Clearance Center, Inc.
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for atoms near the NP surface.162,163 This limits the
applicability of the XAS method for their investigation since
the analysis of sample-averaged XAS spectra normally does not
allow one to distinguish between the contributions of near-
surface atoms and atoms in the NP core. As a result, the
disorder at the NP surface (which is most relevant for
understanding the catalytic properties) can in fact be much
larger than that obtained from XAS data analysis since the
latter weighs-in contributions of atoms at the surface but also
those in the more ordered core. Nevertheless, in some special
cases of very small NPs with well-defined geometry, the
contributions of surface atoms can be elucidated, as described
by Ericson et al. based on an operando study of Pt
nanocatalysts during ORR. In such examples, the variations
of bond lengths obtained due to surface relaxation effects can
be directly compared with those yielded by surface-sensitive
techniques.349 In well-defined Au NPs prepared by a
dendrimer encapsulations method, the challenge to discrim-
inate between the disorder in the near-surface layers and that
in the NP core was also addressed using the RMC method.174

5.8. Catalyst Interactions with the Environment

In situ and operando XAS studies are especially important for
deciphering the working mechanism of catalysts including
extracting in depth information concerning the interactions
between the catalyst and its environment (support, ligands,
adsorbates). The disorder effects, discussed above, are just one
of the ways how these interactions manifest themselves in XAS
data. For small metallic NPs, metal−metal bond lengths can
also provide important information. For example, the lifting of
the disorder in the near-surface layers observed in Pt NPs in
the presence of CO or hydrogen adsorbates results in an
increase in interatomic distances, detectable by EXAFS
analysis. This means that despite the intrinsic surface

contraction, the Pt−Pt bond length in small NPs becomes
closer to the bulk value in the presence of H2.

168,261,287,343

For small NPs and at large adsorbate coverages, the bond
between the catalyst and the adsorbate can be directly
observed. For example, the presence of a long Pt−O bond
(ca. 2.5 Å) was tentatively associated with the presence of
adsorbed 2-propanol on the surfaces of Pt NPs in an in situ
study of 2-propanol oxidation by Paredis et al.247 Simulta-
neously, the presence of a shorter Pt−O bond (ca. 2.0 Å) was
attributed to chemisorbed oxygen or the formation of surface
oxides.247 Pt−O bonds are commonly detected also in ORR
studies with Pt catalysts, and the difference in the bond length
has been used in the past to distinguish between adsorbed
oxygen and −OH species, the latter having longer bond
lengths of ∼2.2 Å.350 In the in situ studies of CO
electrooxidation, the formation of the Pt-CO bond was
reported, with a corresponding bond length of ∼1.9 Å.351

Thus, by analyzing the differences in the interatomic distances
revealed by XAFS, the identity of the adsorbed species can be
sometimes revealed, while the comparison of the correspond-
ing CNs can provide some estimate of the adsorbate coverages.
Note here that for the determination of the expected
interatomic distance for different types of absorbers, ab initio
simulations of adsorbates within, for example, the DFT
formalism or an ab initio molecular dynamics approach can
be very helpful.350,352−356

In the case of strong particle−support interactions, the
bonding between the catalyst particle and the corresponding
support can also be detected. In fact, Pt−O bonds are often
observed in the studies of oxide-supported metallic Pt NPs.
For instance, Pt NPs supported on TiO2 exhibited a significant
Pt−O contribution even in the absence of any adsorbates
(under UHV conditions), as recently reported by Ahmadi et
al.73 In the latter study, the oriented nature of the sample (Pt

Figure 22. (a) White line region of Pt L3-edge XANES data for Al2O3-supported Pt22 NPs in H2 atmosphere at pressures from 1 up to 21 bar.
Spectra for a Pt foil and Pt NPs in He are also shown for comparison. (b) Difference spectra corresponding to different pressures, calculated by
subtracting the spectrum acquired in He atmosphere. (c) H/Pt ratio calculated from the area of peak B in the difference spectra, compared with
theoretical H/Pt ratios from ref 291. The proposed Pt22 NP model shapes are shown in the inset. Reproduced with permission from ref 287.
Copyright 2013 WILEY−VCH Verlag GmbH and Co. KGaA, Weinheim. The shift in the Pt L3-edge XANES peak shown in panel (a) correlates
with the (d) hydrogen-coverage-dependent shift of the center of unoccupied d-band states, as obtained in DFT simulations. Reproduced from ref
357 with permission from the PCCP Owner Societies.
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NPs supported on a single crystal) and the fact that
polarization-dependent XAS measurements could be imple-
mented allowed the authors to directly probe the anisotropy of
particle−support interactions and revealed the encapsulation of
the Pt NPs by the TiO2 support (Figure 16d).73

A sensitive tool to probe particle interactions with
adsorbates and supports is XANES data analysis and, in
particular, the analysis of the shape and intensity of the white
line and shifts in the position of the absorption edge. Both are
known to respond to the changes in the electronic structure or
charge transfer between the catalyst and its environment. In
particular, by performing XAS measurements at different
temperatures for Al2O3-supported Pt NPs with different sizes
and shapes in H2 and He atmospheres, Behafarid et al.
associated the blue shift and an increase in the integrated area
of the differential Pt L3-edge XANES spectrum with an
increase in the hydrogen coverage.357 The same approach was
used by Mistry et al. to quantify the increase of the hydrogen
coverage per surface Pt atom with increasing H2 pressure,
which was found to be in a good agreement with the
predictions from theoretical models (Figure 22a−c).287
Interestingly, the observed shift of the Pt L3-edge XANES
with increasing hydrogen coverage correlates with the shift of
the center of the unoccupied d-band states, as obtained in DFT
simulations by Behafarid et al. (Figure 22d).357 The same
method was used by Small et al.343 to monitor temperature-
and pressure-dependent CO and H2 coverages on Pt NPs.
During the last decades, the analysis of the shape and intensity
of the Pt L-edge has turned to be a crucial tool for monitoring
the catalyst interaction with adsorbates and reaction
intermediates in operando studies of Pt-based catalysts for
ORR,17,141,358,359 as discussed in more detail in Section 6.2.2.
Unfortunately, in practice the effects of different particle

interactions with the environment, either adsorbate or the NP
support can be hard to distinguish. For example, a similar long
Pt−O bond (ca. 2.5 Å), which was previously attributed to the
interaction between Pt and adsorbed 2-propanol species, was
subsequently assigned to the interaction between Pt NPs and
the alumina support.360 Moreover, the short Pt−O bond with a
length of ∼2.0 Å can be attributed either to the presence of
chemisorbed oxygen, or the formation of PtOx oxides. Both of
these processes can have also a similar effect on the shape of
the XANES features. A similar controversy about the origin of
the long metal−oxygen bond was also addressed by Paredis et
al. in the study of zirconia-supported Pd catalysts for NO
reduction with hydrogen.361 To better distinguish between
these processes, XAS measurements in HERFD mode can be
beneficial, as demonstrated by Merte et al.362

Highly complementary information about the catalyst
interaction with its environment can also be extracted from
XAS measurements in the soft X-ray range, that is, addressing
the problem from the perspective of the low-Z atoms in the
support, ligands, or adsorbates. For example, the analysis of O
K-edge XAS was used by Strasser et al. to demonstrate the
filling of the O 2p/Pt 5d antibonding state, which signifies a
weakening of the adsorption of oxygen species upon an
increase of the lattice strain in a Pt−Cu catalyst for ORR.118

Along the same line, Velasco-Velez et al. used the XAS O K-
edge to probe the interactions between a gold electrode and
water in the electrolyte.84

5.9. Analysis of Samples with Coexisting Species

X-ray absorbing atoms often coexist in the sample in different
chemical state or environment. For example, under reaction
conditions, the coexistence of reduced and oxidized species is
common. In fact, in some cases it has been shown that the
coexistence of metal atoms in different oxidation states is
beneficial for the catalyst activity, as for example, in the case of
Pt-based catalysts for ORR,22,363 or oxide-derived Cu-based
catalysts for CO2RR.

364−366 The ability of the XAS method to
quantify the populations of different species in heterogeneous
mixtures is thus essential for studies of catalysts at work. At the
same time, the need to disentangle contributions of different
species to the sample-averaged XAFS spectrum is one of the
most significant challenges for in situ and operando XAFS
studies.
Because of the fact that the measured XAS spectrum is an

average of contributions for all absorbing species, for a
heterogeneous mixture, the obtained XAS signal μi(E) may be
described as a combination of the corresponding spectra for
the pure compounds sj(E), weighted by the concentration of
the specific species wij:

26

∑μ =E w s E( ) ( )i
j

N

ij j
(19)

If the spectra sj(E) are known, the concentrations of different
species can be obtained via simple linear combination analysis
(LCA), where the parameters wij are optimized to achieve a
good match between the experimentally measured spectrum
and the linear combination of reference spectra sj(E). For
decades, this has been the most common approach for the
analysis of XANES spectra for materials experiencing structural
transformations or changes in composition. For example, it is a
very common approach to monitor the reduction (oxidation)
of catalysts during the activation or under reaction
conditions.111,367−369 By extracting LCA weights for different
reference materials wi, the average oxidation state can be
obtained simply as ∑ wqi i i, where qi is the charge state of the
absorbing species in the reference samples.
Independently, information about fractions of different

species can be obtained from EXAFS measurements. While,
in principle, eq 19 is valid also for EXAFS spectra, due to the
sensitivity of EXAFS to the details of the local structure, the
suitable reference EXAFS spectra may be challenging to find
and linear combination analysis of EXAFS spectra is problem-
atic. A more flexible approach is to rely on the analysis of
coordination numbers. For a two component system consisting
of reduced and oxidized phases, where wO is the concentration
of the oxide phase (metal atoms have 0 metallic neighbors in
the first coordination shell, but have nO metal−oxygen bonds),
and wM = (1 − wO) is the concentration of the metallic phase
(the metal atoms have nM metallic neighbors in the first
coordination shell and 0 metal−oxygen bonds), the total
number of metal−metal and metal−oxygen bonds in the
material with N metal atoms will be nMM = wMnMN and nMO =
wOnON, respectively. Furthermore, the coordination numbers
obtained from XAS will be184

= =C
n

N
w nMM
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Knowing the coordination numbers CMM and CMO from
EXAFS analysis, and the number of oxygen and metallic
neighbors in the pure phases nM and nO, the concentrations of
the metallic and oxidized phases can be easily calculated. For
instance, a good agreement between the wi values, extracted
from EXAFS and LCA-based XANES analysis, was demon-
strated in the recent operando study of oxide-derived Cu-based
catalyst for CO2RR.

369

Eq 20 has important implications for the determination of
particle sizes from EXAFS data. In the cases where oxidized
and metallic phases of a catalyst coexist, the reduced metal−
metal coordination numbers (with respect to bulk values) do
not necessarily indicate a decrease in the particle size but may
be an averaging effect due to the presence of the oxide phase.
From eq 20, it follows that the true coordination number in the
metallic phase, that is, the one that should be used for particle
size determination, nM, is not equal to the apparent CN CMM
extracted from XAS analysis but needs to be calculated as
CMM/wM.

184

LCA-XANES and EXAFS approaches are both limited by
the fact that pure phases of the material need to correspond to
well-defined bulk-like materials to determine the concen-
trations of the different species reliably. This implies being able
to know in advance the reference spectra sj(E) or the number
of neighbors in the pure phases (nM and nO). This is, however,
not always the case for catalysts under working conditions,
where the active phases are often significantly disordered and
undercoordinated. In addition, XANES and EXAFS features
can be distorted by self-absorption effects, resulting in
systematic errors in LCA-XANES and EXAFS data fitting. In
these situations, advanced linear-algebra based approaches
such as principal component analysis (PCA),370−373 multi-
variate curve resolution with alternating least-squares (MCR-
ALS),374−376 and other blind signal separation (BSS) methods
can be more promising.202,377,378 In all of these methods,
instead of an individual spectrum, a series of spectra are
analyzed where the weights of different components change,
and where the total number of experimental spectra is normally
much larger than the number of pure components, allowing
one to find the approximations of concentrations and spectra
for reference compounds (in BSS and MCR-ALS) or at least
the total number of different species (in PCA) present in the
sample. Refs 12 and 34 provide recent reviews of PCA, MCR-

ALS, and BSS techniques and examples of their applications in
catalysis.
In addition to species in different oxidation state, particles of

different sizes and composition can also coexist in the same
sample. Without additional information, it is impossible or at
least extremely challenging to disentangle the contributions of
different species in these cases. However, when additional
(even incomplete) information about the distributions of
particles sizes is available, for example, from STEM, the
fractions of different types of clusters can be identified, as
demonstrated in a recent operando study of Pt NPs under
ethylene hydrogenation conditions379 (Figure 23), and a study
of heterogeneous RhAu NPs synthesized via a microwave-
assisted approach.212

5.10. Advanced X-ray Spectroscopies and Complementary
Techniques

With the advances in synchrotron-based techniques, the set of
tools available to researchers for studies of catalysts under
working conditions is increasingly expanding. A prominent
example includes photon-in/photon-out X-ray spectroscopies,
which provide unique possibilities for probing electronic
excitations in the material. By measuring the fluorescence
spectrum at a fixed incident X-ray radiation energy, X-ray
emission spectroscopy (XES) data are collected. In the case
where the incident energy exceeds that of the absorption edge,
the XES spectrum provides information about the occupied
electronic states in the material and yields complementary
information to that from XAS (which probes the density of
unoccupied states).118 Such nonresonant XES can be also used
as a sensitive probe for the materials oxidation state.18 For
example, Gul et al. used XES to follow in situ changes in the
oxidation state of Mn and Ni in MnNiOx catalyst for OER.

110

At the same time, when the energy of the incident radiation is
just below the absorption edge, the excitation of the
photoelectron is possible at the expense of the energy of the
emitted X-ray photon through the so-called resonant inelastic
X-ray scattering (RIXS) process. By collecting XES data
corresponding to the RIXS transitions, high energy resolution
off-resonant spectroscopy (HEROS) probes the density of
occupied states and provides information that is equivalent to
that in a XAS spectrum. Nevertheless, it proposed an
important advantage versus conventional XAS, namely that it
can be collected with a much better time-resolution because
there is no need to scan the incident energy.29 For instance,
Szlachetko et al. used this approach to monitor changes in the
oxidation state of Pt catalysts during CO oxidation with

Figure 23. (a) Schematic of an experimental cell for multimodal characterization of Pt NPs, (b) particle size distribution and average particle sizes,
as obtained from STEM and XAFS, and (c) evolution of the number density of Pt species, as obtained by contrasting the results in panel b.
Reproduced from ref 379 under Creative Commons Attribution 4.0 International License: https://creativecommons.org/licenses/by/4.0/.
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subsecond time resolution.380 Moreover, HEROS data do not
suffer from self-absorption effects, which, as discussed above,
plague XAS data acquisition in total fluorescence mode.381

Nevertheless, the disadvantage of the HEROS approach is its
requirement of a very high photon flux due to the low
probability of RIXS processes.
By collecting XES data at different incidence energies, both

at resonant and nonresonant conditions, exhaustive informa-
tion about occupied and unoccupied states and the possible
excitations in the material can be collected. For example,
detailed information about electronic excitations in the d-band
can be obtained. The latter are sensitive to the presence of
ligands and the chemical environment around the absorbing
atoms, as well as interactions with adsorbates, as demonstrated
in recent studies of the interaction of Pt with CO7,382 and with
the CeO2 support.

383 In the latter case, a significant similarity
in the RIXS features for singly dispersed CeO2-supported Pt
catalysts and that of oxidized Pt was demonstrated, suggesting
a more localized nature of the 5d states in ultradispersed
catalyst than in metallic Pt (Figure 24).383 At the same time, a

better discrimination between different oxidation states of
catalytic species (e.g., Co oxidation state in OER catalysts) can
also be achieved through the analysis of the RIXS
features.192,384

Measurements based on the detection of X-ray fluorescence
photons corresponding only to a certain decay transitions
(HERFD-XAS) can serve to remove the background
contribution from elastic and Compton scattering, which is
important for studies of very dilute samples and samples in

strongly scattering environments such as electrocatalysts in an
electrolyte.191,192 The HERFD-XAS approach also allows one
to separate the XAS spectra of elements that are neighbors in
the Periodic Table (so-called “range-extended” XAS), and thus,
the collection of good quality Pt L3-edge XAS is possible in the
presence of Au atoms, while in the conventional XAS analysis
the length of the Pt EXAFS spectrum is limited by the onset of
the Au L3-edge. Thus, measurements in HERFD-XAS mode
are beneficial for studies of bimetallic catalysts.385,386 One can
also focus on a fluorescence channel with a particularly long
lifetime, and thus improve significantly the energy resolution of
the XAS method, which normally is limited by the finite
lifetime of the created excitation. For example, HERFD-XAS
was recently used by Friebel et al. at the Ni K-edge and Fe K-
edge to detect changes in the structure and oxidation state of
Ni−Fe catalysts under applied potential during the electro-
chemical water splitting,245 and at the Cu K-edge HERFD to
study the structure of monolayer and multilayer Cu on Au
catalysts for CO2RR.

191 Similarly, Merte et al. used Pt L3-edge
HERFD XAS to distinguish between chemisorbed oxygen
species and different Pt oxides (PtO vs PtO2).

362 Comple-
mentary applications of XAS and XES in the field of biological
catalysis were recently reviewed by DeBeer et al.387,388

X-ray Raman scattering (XRS) is another photon-in/
photon-out technique that provides information analogous to
that from XAS. Here, the excitation of the core−electron is
ensured not by the absorption, but by the nonresonant
inelastic scattering of hard X-ray photons. Because of the high
penetration depth of hard X-rays, XRS allows studies of
materials at absorption edges of light elements (as well as L-
edges of 3d transition metals) in strongly attenuating sample
environments. The latter method has been shown useful for
studies of Li-ion batteries.389−392

One of the main limitations of XAS-based methods is the
ensemble averaging, that is, the collected signal is averaged
over all absorbing species, which may exist in nonequivalent
environments. This issue can be addressed by exploiting the
anomalous X-ray diffraction phenomenon. In the latter, if the
X-ray diffraction pattern is collected with X-rays whose energy
is close to the absorption edge energy, the intensities of the
XRD peaks are strongly energy-dependent. This observation is
useful for element-specific analysis to discriminate between the
contributions of different species to the total X-ray diffracto-
gram and can be used for studies of multielement catalysts.118

The sensitivity to the local structure can be further enhanced
by scanning the energy of the incident X-rays. In this case, the
intensity of the X-ray diffraction peaks is modulated
analogously to the X-ray absorption coefficient. By following
the variations in the intensity of an XRD peak that corresponds
to a specific crystallographic site, site-specific diffraction
anomalous fine structure (DAFS) signals can be collected,
which can be then analyzed in the same way as a conventional
XAFS spectrum. For instance, this approach allows one to
analyze separately the structure of ordered and disordered
states of the material,393 separate contributions of tetrahe-
drally- and octahedrally-coordinated sites in catalysts with
spinel-like structure,394 or rationalize contributions of different
Ni sites in Li−Ni−O batteries.7,395

While XRD studies are usually applied for studies of ordered
materials, high-energy X-ray diffraction and the analysis of the
intensity between the Bragg peaks enable the analysis of
disorder and local structure. The so-called pair distribution
function (PDF) analysis of X-ray (or neutron) scattering

Figure 24. Comparison of RIXS patterns at the Pt L3-edge in (a) Pt
foil, (b) PtO2, and (c) Pt single atom catalyst (SAC) on CeO2.
Reproduced with permission from ref 383. Copyright 2019 American
Chemical Society.
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patterns allows one to extract information about the
interatomic distance distributions, analogous to that from
EXAFS measurements. While the sensitivity of EXAFS is
limited to short-range interactions, PDF analysis of scattering
data allows one to probe atomic ordering at much longer
length scales.11,18,396−398 Normally, the X-ray scattering-based
PDF analysis lacks the element-sensitivity of EXAFS. This
issue, however, can be addressed by scanning the energy of the
incident X-rays and employing the anomalous X-ray scattering,
as discussed above.399 Recently, PDF analysis was employed to
probe the structure of Co3O4 catalysts for OER,

400 to probe
rearrangements of the constituent atoms in Pt−Ni catalysts for
ORR,401,402 and distributions of different species in Pt−Ir−Co
catalysts for ORR.403

6. EXAMPLES

6.1. CO2 Electrochemical Reduction Reaction

6.1.1. Introduction. The electrochemical reduction of
CO2 (CO2RR) is an important reaction in alternative energy
schemes due to its promise to convert CO2 into valuable
chemicals and fuels under ambient conditions (ambient
temperature, pressure and neutral pH).263 However, it requires
breaking the very stable C=O bond and is a complex
multielectron process that results in multitude of different
reaction products: C1 products such as CO, CH4, formic acid,
and formaldehyde, and C2+ products such as ethane, ethylene,
ethanol, n-propanol, etc. Used as fuels, C2+ products seem to
be more attractive due to their higher value and higher energy
densities.15 The adsorption strength of H and CO, the
protonation of CO, and the competing hydrogen evolution

reaction are limiting steps for this reaction.2,256 Control over
catalyst selectivity and stability, together with the need to
reduce the high overpotential required (typically −1.0 V vs
RHE), is the main challenge to address to make CO2RR
industrially viable. This stimulates the further development and
research of suitable catalysts.263

When used as catalysts (electrodes), a number of metals
convert CO2 to CO or formic acid, which are the result of a
simpler two electron reduction process. Metals like Sn, Cd, Hg,
In, and Pb favor the formation of formic acid,254,256,404−406

while Ag, Au, Zn, Ni, and Pd favor the production of
CO.256,264,338,407,408 However, copper-based catalysts are the
only ones that can convert CO2 to hydrocarbons and C2+
products with high efficiency, due, in part, to the optimal
binding energy for H, CO, and COOH intermediates that
facilitates C−C coupling and the further evolution of the
intermediates into more complex products without poisoning
the catalyst.2,16,263,409,410 The poisoning by CO, for example,
precludes the application of Pt as a catalyst for CO2RR.

2

The CO2RR is highly sensitive to the catalyst structure and
oxidation state, and the transformation or rearrangement of
structural motifs at the catalyst surface under working
conditions can result in significant changes in the catalytic
properties. In situ and operando characterization tools such as
XAS are therefore indispensable for the understanding of the
details of the CO2RR mechanism and the subsequent rational
design of novel more efficient catalysts.

6.1.2. Oxidation State and Disorder Effects in CO2RR.
The unique ability of Cu-based catalysts to dimerize two
adjacently adsorbed CO intermediates and, thus, convert CO2
into more complex chemicals puts them into the focus of

Figure 25. Operando Fourier transformed Cu K-edge EXAFS spectra showing the gradual reduction of Cu oxide films grown on a Cu foil via an
oxygen-plasma treatment under CO2RR conditions (in 0.1 M KHCO3 and at −1.2 V vs RHE). Reproduced from ref 364 under Creative Commons
Attribution 4.0 International License: https://creativecommons.org/licenses/by/4.0/. Time-resolved Cu K-edge (b) XANES and (c) FT-EXAFS
spectra showing the reduction of unsupported Cu2O nanocubes under CO2RR conditions (in 0.1 M KHCO3 and at −0.6 V or −0.95 V vs RHE).
XANES LCA and EXAFS fits are shown in panel d and demonstrate that even after several hours under a reducing potential, a non-negligible
fraction of Cu species remains in Cu(I) state. Reproduced with permission from ref 369.
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CO2RR investigations. Cu yields a variety of products,2 with
the selectivity often changing depending on subtle structure
details. For example, the exploited strategies for the
optimization of Cu-based catalyst properties include the
synthesis of molecular catalysts/single atom catalysts, taking
advantage of nanoscale effects, interparticle distance/loading
effects, alloying Cu with other metals, exploiting particle shape
(facet) effects, changing the catalyst surface roughness or
concentration of defects, tuning particle−support interactions,
exploiting electrolyte effects on the catalyst structure and
activity, and controll ing the electrode oxidation
state.15,16,263,411−413

The latter aspect, namely, the role of the catalyst oxidation
state, was especially debated in the recent literature and
exemplifies a case where insight from in situ XAS may play a
decisive role. While it is generally assumed that the active
species for CO2RR is metallic copper, it was observed that
oxide-derived Cu catalysts have different catalytic properties
than bulk metallic Cu.263,414−419 In particular, lower reaction
onset potential and higher selectivity toward C2+ products were
observed on oxide-derived catalysts.16,418 The reduction of the
oxidized copper species to metallic copper under the typical
CO2RR conditions (e.g., −1.0 V vs RHE) is energetically
favored, and therefore, the distinct catalytic properties of
oxide-derived copper catalysts were explained by changes in
the catalyst morphology and defect-rich structure.16,414−417

However, in situ grazing incidence Cu K-edge XAS studies by
Mistry et al. on O2-plasma-treated Cu foils suggested that
oxidized copper species can survive under CO2RR conditions
and may influence the formation of ethylene and alco-
hols.8,15,16,364 In this study, a significantly enhanced selectivity
toward ethylene production, as compared to an electropolished
Cu foil, was observed for the plasma-treated sample. XANES
and EXAFS spectra analysis of the as-prepared sample
confirmed the presence of Cu(I) species and Cu−O bonds,
respectively, in the oxygen-plasma treated Cu foils. Operando
XAS measurements carried under CO2RR reaction conditions
showed that the Cu−O contribution gradually diminished but
was still evident at least 15 min after the potential was applied.
After 1 h under CO2RR, the Cu−O contribution could not be
discerned (Figure 25a). However, due to the fact that the XAS
signal in this case was dominated by the underlying bulk
copper after the expected significant reduction of the thickness
of the Cu oxide layer under CO2RR, the presence of oxidized
species in the near-surface layers cannot be excluded. The
importance of the residual oxidized species was confirmed
based on catalytic selectivity studies. In particular, the catalytic
performance of the O2-plasma treated Cu foil was compared to
that of an identical Cu foil similarly treated by O2-plasma but
subsequently exposed to a hydrogen plasma to reduce the
oxidized species. Although the latter sample had a similarly
rough morphology as the nonreduced sample, a drastic
decrease in the ethylene selectivity was obtained.364

To limit the effect of sample-averaging in the XAS spectra
and enhance the contribution of surface species, studies of
nanostructured samples, rather than of polycrystalline foils,
may be helpful. In the recent study by Möller et al.,369

unsupported Cu NPs produced via a wet chemical synthesis
with cubic shape and sizes ∼35 nm were investigated by
operando XAS at the Cu K-edge under CO2RR conditions.
Similarly as in the former study,364 the as-prepared sample was
in Cu(I) state according to XANES analysis, see Figure 25b,
and with a clear Cu−O contribution evident in the EXAFS

spectrum, see Figure 25c. Under reaction conditions, the
contribution of oxidized Cu species also decreased, as
evidenced by linear combination analysis of XANES spectra
and changes in the Cu−O and Cu−Cu coordination numbers,
as extracted by conventional EXAFS data fitting (Figure 25d).
However, even after several hours under CO2RR conditions,
complete reduction was not achieved.369 High selectivity
toward ethylene was observed for this catalyst.
Nonetheless, the stability of oxidized Cu species during

CO2RR strongly depends on the nature of the investigated
catalyst, its morphology, and support. Grosse et al. used
operando XAS to monitor the evolution of the oxidation state
and structure of 100 nm large Cu cubes electrochemically
grown on carbon supports in the presence of chloride that
stabilizes their cubic form.148 As-prepared cubes showed the
presence of Cu2O and CuClx. However, the chloride
contribution disappeared in the EXAFS spectra upon contact
with the KHCO3 electrolyte. After 1 h of CO2RR, however,
oxidized copper species were reduced and only metallic Cu was
observed both by XANES, as well as by EXAFS analysis,
including the wavelet transform analysis to enhance the
chemical sensitivity.148 Here, the changes in the oxidation
state were accompanied by significant changes in the catalyst
morphology under CO2RR, namely, the reduction of the
nanocube sizes and an increase of their porosity. The large
disorder in the final catalyst structure was observed also in the
XAS data, where reduced coordination numbers for Cu−Cu
bonds were obtained from the fitting of the EXAFS spectra for
the metallic catalyst phase. Findings from XAS regarding
catalyst oxidation state supported by quasi in situ XPS/Auger
measurements confirmed the lack of Cu(I) species in the Cu
nanocube/C samples. In contrast, in the case where similar Cu
cubes were grown on a copper foil (Cu cube/Cu), Cu-Auger
data showed the presence of residual Cu(I) species after 1 h
reaction. For this sample, enhanced production of C2+
products (ethylene) was observed as compared for the Cu
cube/C samples, which mainly generated CH4.

148,420

Besides cubic-shaped catalysts, electrodeposited dendritic
Cu catalysts were also investigated. For Cu dendrites
electrodeposited on Ag and Pt foils, Cu(I) species were
detected in the as-prepared catalysts via XAS and XPS but were
found to be unstable. In fact, almost immediately after the
exposure to CO2RR conditions, linear combination analysis of
the XANES spectra and EXAFS data fitting showed the
complete reduction of the CuOx species.421 The oxidation
state of Cu in electrodeposited Cu foams was also investigated
in ref 422. First, ex situ studies of frozen Cu foams were carried
out at 20K, where EXAFS analysis and LCA analysis of the
XANES spectra suggested the presence of Cu(I) species.
However, further operando XAS investigations showed no signs
of the oxides and concluded that the Cu(I) species originally
detected in cryo-XAS likely were a result of sample
reoxidation.422 This finding emphasizes the importance of
operando studies in the determination of oxidation state and
active species in electrocatalysts.
The evolution of the Cu oxidation state in electrochemically

deposited Cu films, the role of the initial state of the electrode,
and that of the electrolyte were studied also by Velasco-Velez
et al.75 using Cu L2,3 and Cu K-edge XAS. It was shown that a
Cu0 electrode is stable under reaction conditions in KClO4 but
may get partially oxidized to Cu(I) in the presence of the CO2-
saturated KHCO3 electrolyte. Electrodes prepared initially in
the Cu(I) state got mostly reduced to Cu0 under CO2RR
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conditions; however, a weak contribution of Cu−O bonds was
discernible in Cu K-edge EXAFS. Electrodes that were initially
in the Cu(II) state got reduced to Cu(I) and then Cu(0) in
KClO4 but formed an inert and stable carbonate layer in
KHCO3, as obtained from EXAFS data fitting, making it
inactive for catalytic processes.75

The presence of specific anions can also affect the stability of
Cu(I) species and the catalyst performance. In ref 423,
nanostructured Cu catalysts prepared by cycling electro-
polished Cu foils in the presence of Cl−, Br−, I−, and CO3

2−

anions were investigated. While EXAFS analysis of all samples
under CO2RR conditions showed a predominantly metallic

Figure 26. (a) Cu K-edge XANES data for Cu catalysts doped with different amounts of boron. (b) Increase of the Cu oxidation state as monitored
by the absorption edge position with increasing boron concentration. Results in panels a and b are shown for catalysts after electrochemical
reduction by cycling potential 5 times between −0.5 V to −2 V versus RHE. (c) In situ Cu K-edge XANES data collected under CO2RR conditions
(in 0.1 M KHCO3 electrolyte at −1.1 V versus RHE) show the lack of further changes in catalyst composition and structure. Reprinted by
permission from Springer Nature ref 246 (2018).

Figure 27. (a) Fourier-transformed Ag K-edge EXAFS spectra for O2 plasma treated Ag foils, collected operando under CO2RR conditions. (b)
SEM image of an as-prepared O2 plasma-treated Ag foil. Reproduced with permission from ref 338. Copyright 2017 WILEY-VCH Verlag GmbH
and Co. KGaA, Weinheim. (c, d) Operando XAS at the Sn K-edge for SnO2 nanoparticles on graphene: (c) XANES spectra and their linear
combination analysis and (d) evolution of the EXAFS spectra. Reproduced with from ref with permission from Elsevier.254
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structure, the HERFD-XANES method, more sensitive to the
oxidation state of the catalyst, showed that Cu(I) species are
present in some of the halide-modified catalysts. An especially
high concentration of Cu(I) species was observed for the
iodine-modified catalyst, where linear combination analysis of
the HERFD-XANES data showed that ∼15% of Cu remained
in the Cu(I) state (ca. 8% as Cu2O and 7% in CuI state). A
positive correlation between the amount of Cu(I) species
detected by HERFD-XANES, and the yield of C2+ products
was observed.423 In another recent study that focused on the
effect of halide ions, Cu2O microspheres were electroreduced
in the presence of iodine, which resulted in porous Cu
structures. When exposed to CO2RR conditions, this catalyst
yielded a significantly improved selectivity for C2+ products as
compared to pristine metallic Cu. Analysis of the ex situ
EXAFS spectra suggested that the structure of the porous Cu
catalyst is predominantly metallic, but the amplitude of the
spectral features (Cu−Cu coordination number) was reduced
due to strong disorder or the presence of a small fraction of
nonreduced species.424

The stabilization of cationic Cu species in the presence of
boron was demonstrated via in situ XAS by Zhou et al.246 In
this study, nanostructured Cu powders with variable amounts
of B dopants (1.3−2.2%) were prepared, and ex situ
investigated by XAS after reduction at applied negative
potentials (5 cycles with 0.1 V/s between −0.5 to −2 VRHE),
Figure 26a. A correlation between the amount of B introduced
and the position of the Cu K-edge was observed, Figure 26b,
signaling that the presence of B dopants stabilizes cationic Cu
species, with a Cu average oxidation state up to 0.78 being
achieved at the highest B concentration. In situ XAS
measurements confirmed that the enhanced concentration of
Cu(I) species was preserved also under CO2RR conditions
(Figure 26c). Importantly, the B-doped catalysts showed
exceptionally high Faradaic efficiency toward C2 hydrocarbon
formation (80% FE) and complete suppression of C1 products
formation at the optimal copper valence state of +0.35.246

The effect of the catalyst oxidation state for CO2RR was also
investigated for other metal catalysts. For example, in ref 338,
the possible role of oxidized silver species was studied. Silver is
a popular catalyst for CO2 conversion to CO. Similarly to Au,
Ag binds CO too weekly, thus limiting the further reduction of
the intermediate products, and exclusively CO and H2 are
produced.2 In CO2RR to CO conversion, Ag is less active than
Au but is cheaper and can achieve nearly 100% selectivity.338

Exceptional activity and selectivity for CO production at low
overpotential was observed for Ag foils treated with oxygen
plasma (Figure 27a,b).338 Such samples showed an enhanced
surface roughness, Figure 27b, and an oxidized surface. Thus,
both the rough and defect-rich structure as well as the oxidized
species could explain the enhanced catalytic properties. As
mentioned above, XAS is a good tool to distinguish between
them. XANES and EXAFS spectra collected at the Ag K-edge
in the as-prepared sample confirmed the presence of oxidized
silver species. Operando XAS measurements, however, showed
that the AgOx species are reduced within 35 min after the
onset of the reaction, ruling out the role of AgOx in the
improved reactivity observed for this sample during the first
1−2 h (Figure 27a).338 Also, the reduction of the AgOx species
could not be responsible for the observed decrease in the
selectivity from making CO in favor of making H2 with
increasing reaction time since the AgOx species were gone well
before the change in the selectivity was detected. Decreased

coordination numbers, as obtained from EXAFS, could be
linked to the enhanced structure roughness observed in
microscopy measurements.338 The former XAS results were
also in agreement with quasi in situ XPS data. The latter, being
a surface-sensitive technique, showed that oxidized species on
the surface are depleted within 3 min under reaction
conditions.338 Importantly, no decrease in catalytic activity or
selectivity was observed when the O2-plasma treated Ag foil
was subsequently exposed to a H2-plasma, contrary to the Cu
foil case in ref 364. This confirms that the activity and
selectivity trends in the case of Ag are not related to the
presence of residual AgOx species but to the roughness and
defects created by the O2-plasma exposure. A similar
enhancement of CO2 conversion in preoxidized and then
reduced Au catalyst was also observed and assigned to disorder
effects.407

Similarly to Au and Ag, zinc is also selective for CO2RR to
CO425 but is much cheaper and is thus promising for practical
applications.426 Zn, however, easily oxidizes upon contact with
air and the electrolyte. In situ/operando studies are thus
essential to understand the structure of the catalyst under
working conditions. Using operando XANES and EXAFS data
collected at the Zn K-edge, Rosen et al. showed that
electrodeposited Zn dendrites deactivate during CO2RR at
potentials less negative than −0.7 V versus RHE due to
oxidation of Zn at these potentials.8,425 EXAFS data analysis
suggested that the structure of oxidized Zn is more disordered
than that in bulk references due to the lack of a contribution of
distant coordination shells.425 Remarkably, an order of
magnitude higher catalytic activity was observed for this
nanostructured sample than for bulk Zn.
Elsewhere, the presence of Zn2+ species at the catalyst

surface was proposed to be beneficial for CO2RR to CO.408

Jeon et al. detected the stability of cationic Zn species during
CO2RR for Zn NPs < 7 nm synthesized via inverse micelle
encapsulation.264 In this case, the Zn K-edge position revealed
that the as-prepared particles are completely oxidized.
Nevertheless, the XANES and EXAFS features (and hence
the materials structure) were different from those in bulk ZnO.
Under reaction conditions at −1.1 V versus RHE, these Zn
particles were not completely reduced, as suggested by the
XANES and EXAFS analysis. In particular, a significant Zn−O
contribution was clearly visible in the EXAFS spectra of
catalysts under reaction conditions. Cationic species thus may
contribute to the observed reactivity.264 A strong correlation
between the particle size and activity was observed, with 6.8
nm NPs exhibiting activity similar to that of bulk Zn and ∼70%
CO selectivity, and 1.7 nm NPs displaying four-times higher
activity but also a large increase in the H2 production at the
expense of CO.264

Among the catalysts that convert CO2 to formate or formic
acid, Sn and SnOx-derived catalysts have been investigated.
The oxidation state of Sn seems to be one of the factors that
significantly affects the observed catalytic activity.254,405 In
particular, a correlation between the formate production and
the thickness of the oxide layer in the as-prepared catalysts was
reported by Chen et al.405 However, the reduction of the tin
oxide is also expected under reaction conditions, with Sn4+

species undergoing a transformation to Sn2+ and then to the
Sn0 state.254,406 The possibility to monitor the oxidation state
of the Sn species under the catalyst actual working conditions,
as provided by operando XAS, is very helpful. For instance, in
situ XAS measurements at the Sn K-edge were used to monitor
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changes in the Sn oxidation state of SnO2 NPs supported on
graphene.254 The potential-dependent shift of the Sn K-edge
XAS was observed under reaction conditions and is consistent
with a gradual reduction of the Sn species (Figure 27c). Linear
combination analysis of the XANES spectra showed the
presence of Sn0 and Sn4+ species, with the fraction of Sn0

increasing for more negative applied potentials. EXAFS data
analysis, Figure 27d, showed that the Sn−O coordination
number decreased with increasing applied potential. The Sn−
O bond length remained the same, ∼2.0−2.1 Å, which was also
consistent with SnO2.

254 It is worth mentioning here that Sn2+

species were detected in complementary operando Raman
measurements carried out for this sample. The difference
between XAS and Raman results arises from the fact that XAS
was probing the bulk phase of a relatively thick catalyst layer,
while Raman was more sensitive to the interface between the
catalyst and the electrolyte.254

As is clear from the examples summarized in this section, the
role of oxidized species in CO2RR selectivity remains
controversial and is the topic of active research. Certainly, it
is only one of several factors that affect the catalytic
performance of CO2RR catalysts. The survival of oxidized
species under reducing CO2RR conditions seems to depend on
many subtle details of the experimental system and precatalyst
preparation. Operando XAS studies will play a key role in the
future to help link the catalyst performance to other
parameters such as the catalyst composition, structure, and
preparation.
6.1.3. Effect of Hydride Formation in Pd Catalysts for

CO2RR. Among other monometallic catalysts for CO2RR, Pd-
based catalysts attract attention due to the possibility to
generate simultaneously CO and H2 with tunable ratio, which
is important to convert CO2 to valuable syngas.7,427 The
peculiarity of Pd lies in its ability to absorb hydrogen within
the Pd crystal lattice and to form different active phases such as

hydrides and carbides at ambient conditions.117,282 The
formation of hydrides changes the catalyst selectivity and can
be used to tune the catalyst properties. For example, Sheng et
al. correlated the formation of β-hydride, as detected by Pd K-
edge XANES and EXAFS analysis, with a decrease in the
adsorption energies for CO and H, and the consequent
changes in the catalyst selectivity toward the simultaneous
production of H2 and CO under CO2RR conditions.7,427

In general, the main products of the CO2RR on Pd catalyst
are CO and formic acid.428 A correlation between changes in
the catalysts structure and a switch between CO and formate
production was observed by XAS for 4 nm Pd NPs.117 Under
applied negative potential, the Pd K-edge XANES features
were found to shift toward lower energies, Figure 28a,117,282,427

while the Pd−Pd interatomic distance extracted from EXAFS
data fitting was found to increase from ∼2.74 Å to 2.81 Å
(Figure 28b). The observed expansion of the Pd lattice and
changes in the Pd K-edge XANES features are due to the
formation of Pd hydride and can be well reproduced in ab
initio XAS simulations,429,430 which can serve as a powerful
tool for the quantitative interpretation of experimental data. In
this case, the authors were able to estimate the concentration
of absorbed hydrogen and observe directly the phase transition
between α+β and β phases of Pd hydride.429

More direct evidence for hydride formation can be obtained
from Pd L3-edge XANES data, where an additional feature
appears upon hydride formation due to the Pd−H antibonding
states and the corresponding change in the d-density of
electron states.429,431 Changes in Pd L3-edge XANES for Pd
NPs under CO2RR conditions observed by Gao et al.117 are
shown in Figure 28c. The formation of β phases of hydrides
correlates with the switch from formate production at low
negative potentials to the production of CO at more negative
potentials (Figure 28e).2 Interestingly, the intensity of the Pd
L3-edge white line changes in a nonmonotonic way, decreasing

Figure 28. (a) Operando Pd K-edge and (b) Pd L3-edge XANES for Pd NPs under CO2RR conditions. (c) Changes in the Pd−Pd distance
obtained from EXAFS data under applied potential, signaling the formation of Pd hydrides. This conclusion is supported also by prominent
changes in the Pd L3-edge XANES. (d) The white line intensity at the Pd L3-edge changes nonmonotonically and (e) can be linked to a switch
between different reaction regimes with distinct selectivity toward different products. Reproduced by permission from Springer Nature, ref 117
(2017).
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at potentials between −0.1 and −0.2 V, and increasing again at
potentials between −0.2 V and −0.7 V (Figure 28d). This was
attributed to different reaction regimes and, hence, different
reaction intermediates adsorbed on the NP surface.117

As a side note, we would like to mention that the formation
of carbides results in a similar expansion of the palladium
lattice as the formation of hydrides, and these two effects can
be hard to distinguish through the analysis of Pd K-edge
EXAFS data, or even by XRD. The differences between these
phases can be however detected from XANES data analysis, as
demonstrated by Bugaev et al., highlighting the complemen-
tarity of EXAFS, XANES, and XRD techniques.186

6.1.4. Segregation and Ordering in Bimetallic Cu-
Based Catalysts for CO2RR. Alloying of two metals with
different properties and interactions with adsorbates provides
new ways to tune the catalytic properties through geometric
effects, such as changes in the interatomic distances and
surface strain, and ligand effects involving changes in the
surface electronic structure. However, the bulk and surface
structure of the bimetallic catalysts often change under
reaction conditions; thus, the presence of the desired bimetallic
structural motifs needs to be validated by in situ measurements.
The element-specificity of XAS makes it well-suited for the
investigations of multielement systems and their trans-
formations because it provides the possibility to look
independently at the local geometric and electronic structure
around each of the constituent metals.
The Cu−Au system is considered a promising catalyst for

CO2RR. As mentioned above, pure Cu and Au have quite
different catalytic properties in CO2RR, with Cu being able to
electrochemically convert CO2 to hydrocarbons at high
overpotentials, and Au being able to produce CO at moderate
overpotential.255 Experimental studies suggest that Cu−Au
alloys are efficient for CO production. However, even a small
addition of Au can lead to the suppression of hydrocarbon
formation.191,432 An increase of the Cu concentration generally

results in the increase of the selectivity toward hydrocarbons,
although never exceeding that of pure Cu.255 A possible
explanation for this behavior is the segregation of Au under
CO2RR to the catalyst surface.
Ex situ EXAFS studies of as-prepared ligand-free CuAu NPs

prepared via inverse micelle encapsulation indicated that Cu is
oxidized in the as-prepared NPs, while the gold atoms are
nearly completely coordinated by other gold atoms, without
any significant Au−Cu interactions.255 Some evidence of Au−
Cu interaction in Cu−Au alloys can be gained from the
changes in the shape of the Au L3- and Cu K-edges XANES.
Because of the charge transfer from Au to Cu in the alloy, the
absorption intensity increases in the alloy at the Au L3-edge,
and decreases at the Cu K-edge with respect to that in the
corresponding bulk monometallic foils.26,433,434

Friebel et al. employed grazing incidence HERFD-XANES
measurements at the Cu K-edge to study the segregation
trends of Au and Cu under CO2RR conditions in monolayers
of Cu deposited on Au.191 Subtle signal changes due to
absorption by a thin layer (1−7 monolayers) of Cu were
detected. Depending on the number of Cu layers, the spectra
exhibited different shifts with respect to that of a Cu foil
(Figure 29a). While in the HERFD-XANES spectrum of a
sample with seven layers of copper the positions of all features
resembled those for a Cu foil, all features in the spectrum of
the sample with 1 monolayer of Cu were shifted to lower
energies. By using eq 15 to establish the relation between the
shift of the XAS features and the interatomic distances, the
observed shift was consistent with the difference in the
interatomic distances in copper and gold, suggesting expanded
interatomic distances due to the Cu−Au interactions.
Interestingly, even the spectrum of the multilayer sample
experienced changes with time, and after 8 h under reducing
potential, it resembled strongly the spectrum of the monolayer
sample. This was interpreted as an evidence that a significant
fraction of the Cu atoms diffused into the Au substrate and

Figure 29. (a) Operando HERFD XANES, collected at the Cu K-edge for 1 and 7 monolayers of Cu deposited on an Au substrate. Reproduced
with permission from ref 191. Copyright 2014 American Chemical Society. (b, c) Ex situ Fourier-transformed EXAFS spectra for disordered (d-
AuCu) and ordered (o-AuCu) AuCu NPs, collected at the (b) Au L3-edge and (c) Cu K-edge. Reproduced with permission from ref 306.
Copyright 2017 American Chemical Society. (d, e) Fourier-transformed Ag K-edge EXAFS spectra for CuAg catalysts with (d) polycrystalline and
(e) wire-like morphology. Results of EXAFS data fitting are also shown, with partial Ag−Cu contribution shown separately. Reproduced with
permission from ref 252. Copyright 2018 American Chemical Society.
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assumed the lattice constant of the surrounding Au matrix. For
the same system under oxidizing (positive) potentials, the
differences in the oxidation of monolayer versus multilayer
systems were observed: at oxidizing potential, Cu in monolayer
sample transformed directly to Cu(II), without the Cu(I) state,
which was in fact observed for the multilayer system. This
observation was confirmed also by cyclic voltammetry and
highlights the importance of the Cu−Au interactions.191

Regarding the CuAu system, it is also worth mentioning that
AuCu random alloys and intermetallics are expected to have
different catalytic properties, with the more ordered
intermetallic material showing higher selectivity toward CO2
conversion to CO.2,306 The possibility to distinguish by
EXAFS between random alloys and ordered phases was
demonstrated by Kim et al. in a study of AuCu NPs, Figure
29b and c,306 and can be a useful tool, especially for smaller
NPs, where XRD data are not available.
CuAg alloys were also investigated for applications in

CO2RR. Despite the fact that Cu and Ag have minimal
miscibility, which results in strong segregation,2 several reports
describe that the addition of Ag may enhance the selectivity of
Cu toward C2+ products.252,304,305 For example, in ref 252,
electrodeposited Cu and CuAg samples with different
morphologies were analyzed. Addition of 3,5-diamino-1,2,4-
triazole (DAT) during the electrodeposition changed the
morphology of the Cu and CuAg samples from polycrystalline
to wire-like. CuAg samples with wire-like morphology
exhibited enhanced activity and selectivity for CO2RR to
C2H4 and C2H5OH with respect to that of polycrystalline
CuAg and similarly prepared Cu samples. The difference in the
atomistic structures of polycrystalline and wire-like CuAg
became apparent after the analysis of ex situ Ag K-edge EXAFS
data (Figure 29d,e). While for the polycrystalline sample no

Ag−Cu bonding was detected (thus, Cu and Ag were
completely segregated in this sample), significant interaction
between Ag and Cu and a more homogeneous distribution of
these metals were observed for the wire-like sample. The
EXAFS fits indicated a Ag−Cu coordination number of ∼2 for
this sample, and a contraction of the Ag−Ag distance as a
result of Ag alloying with Cu. The observed Ag−Cu alloying in
this sample is believed to be responsible for its superior
catalytic properties.252

For similarly synthesized CuSn catalysts,435 the addition of
Sn resulted in a higher concentration of adsorbed CO and
higher selectivity for CO production. Also in this case, the use
of the DAT additive resulted in a more nanostructured catalyst
morphology, and good mixing of Sn in Cu, as confirmed by Sn
K-edge EXAFS data analysis.435 Enhanced CO selectivity was
achieved also for Pd-rich CuPd NPs,436 where alloying
between Cu and Pd was similarly confirmed based on the
analysis of Pd−Cu, Pd−Pd, Cu−Pd, and Cu−Cu coordination
numbers and interatomic distances.436

Overall, the changes of the interatomic distances can have a
significant impact on the catalytic activity of bimetallic
catalysts. As discussed in ref 319, the expansion of Cu−Cu
distances may result in suppressed HER and, hence, higher
selectivity for CO2RR (Figure 30a). From this viewpoint, the
segregation of Cu to the surface of smaller alloy NPs, as
observed, for example, in ref 319 for CuCo NPs from XPS and
operando XAS analysis, is not beneficial for CO2RR, because it
often results in contracted, rather than expanded Cu-M
distances due to surface tension effects. On the other hand,
random mixing of Cu with, for example, Zn, as we discuss in
the next example, can be helpful due to the expanded lattice
constant in the CuZn brass alloy with respect to that of pure
Cu.307

Figure 30. (a) Calculated binding energies of intermediate COOH* and H* on Cu(111), Cu(100), Cu(110), and Cu(211) facets with lattice
expansion varied between −5 and +5%. The dashed line corresponds to ΔE[COOH*]=ΔE[H*], which is a condition favorable for CO2RR.
Reproduced from ref 319 with permission from Elsevier. (b−d) Tracking expansion of interatomic distances in CuZn NPs by operando XAS and
artificial neural network. (b) Changes in the Zn K-edge and Cu K-edge XANES spectra for Cu50Zn50 nanocatalysts under CO2RR conditions. (c)
The results of the linear combination of XANES data analysis. A representative Zn K-edge XANES spectrum and corresponding fit are shown in the
inset. Adapted with permission from ref 111. (d) RDFs, extracted from operando Cu K-edge EXAFS data by artificial neural network analysis of
Cu50Zn50 NPs and reference materials, showing time-dependent changes in the Cu-M distances. Reproduced with permission from ref 25
published by The Royal Society of Chemistry.
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Enhanced reactivity of CuZn catalysts for CO2RR was
recently demonstrated.111,298−303,437 Nanoporous CuZn
showed significantly enhanced Faradaic efficiency for CO
and formate production,299 oxide-derived CuZn catalysts were
found promising for the formation of C2 products,

34 while Zn-
coated Cu electrodes were shown to have higher selectivity for
CH4.

300 In particular, the higher yield of hydrocarbon products
over CuZn catalysts was associated with the spillover of
adsorbed CO from Zn to Cu sites.301,302 However, recent
operando XAS studies revealed that the dynamics of the Cu and
Zn interactions can be significantly more intricate under
CO2RR conditions,25,111 exemplifying the complexity of
structural motifs and their rearrangements in bimetallic
catalysts in general. In this study, Jeon et al. focused on size-
selected colloidal CuZn NPs with sizes ∼5 nm and different
Cu to Zn ratios. Catalytic activity studies showed a
pronounced relationship between the catalyst composition
and the selectivity of the reaction products, where Zn-rich NPs
converted CO2 mostly to CO, while Cu-rich NPs produced
CH4.

264 However, the selectivity of these catalysts was found
to change significantly with time, and the initial CH4
production was first replaced by CO and last mainly by H2.
Here, XAS data analysis served to clarify that CH4 was formed
when Cu/ZnO was present in the samples, while CO+H2 was
obtained once the Cu−Zn alloy was formed. Moreover, the
findings in the former study revealed that not only different
structural motifs are present in the CuZn NPs with different
composition but also that these motifs changed with time as
the structure of the catalysts transformed under reaction
conditions.25,111

Operando XAS measurements carried out at the Cu K- and
Zn K-edges showed a surprising difference in the reduction
rates of Cu and Zn species under CO2RR conditions. While
both Cu and Zn are completely oxidized in the as-prepared
samples and completely metallic in the final state, as evidenced
by the similarity of the corresponding Cu K-edge and Zn K-
edge XANES data with the spectra of reference oxides and
metals, Figure 30b, linear combination analysis showed that
the reduction of the Cu species takes place much faster than
that of Zn (Figure 30c). Further insight into the trans-
formations of the catalyst structure came from the advanced
analysis of EXAFS data carried out with the artificial neural
network method, which allows the inversion of the EXAFS
spectrum, extracting the entire RDF (Figure 30d). In
agreement with XANES data, RDFs extracted by neural
network from Cu K-edge EXAFS data demonstrated that Cu
was in a metallic state immediately after the potential was
applied. However, the structure of this metallic phase
continued evolving, as best evidenced by the shift of all RDF
peaks toward slightly larger interatomic distances. For the
Cu50Zn50 NP sample, the observed shift was in agreement with
the difference between the interatomic distances in pure bulk
Cu, and a bulk CuZn brass alloy. Thus, the shift of the RDF
peaks is an evidence of the gradual CuZn alloying. By tracking
the CuM interatomic distance, one can characterize the
degree of alloying. For the Cu50Zn50 NPs, the complete
transformation from a Cu-like to a brass-like structure was
observed. Importantly, the characteristic time of the structural
modification (several hours) matched well the time in which
the selectivity of the catalyst changes from the production of
CH4 to the production of CO and hydrogen. Time-dependent
structural changes and those of the catalyst selectivity were less
pronounced for other Cu−Zn compositions. For Cu-rich NPs,

the interatomic distances plateaued at a value in-between those
for metallic Cu and CuZn brass. For Zn-rich NPs, the CuZn
alloy was formed soon after the potential was applied, without
further pronounced changes in the structure. The extracted
RDFs for this sample, however, marked deviations from the
fcc-type structure characteristic for Cu-rich NPs. The NN-
EXAFS results showed that not only the final state of the
catalyst but also its transformation dynamics depend on the
catalyst composition.
The switch in the catalytic behavior of this system was

explained in refs 25 and 111 by the interplay of geometric and
electronic effects. The expansion of the interatomic distances
was found to result in a more favorable stabilization of the
reaction intermediates, leading to the formation of products
beyond *CO.319 Furthermore, changes in the electronic
structure due to Cu and Zn alloying resulted in a shift of the
d-band center of Cu away from the Fermi level,438 and a
weakening of the *CO binding111,439,440 during the gradual Cu
and Zn reduction and alloying, leading to different catalytic
selectivity and stability for Cu-rich and Cu-poor samples. In
fact, it was suggested that the Cu-M interatomic distances
might constitute a convenient descriptor of the catalyst
properties in these bimetallic NPs, with NPs with shorter
interatomic distances (similar to that in metallic Cu) favoring
the production of CH4, while NPs with longer CuM
distances favor the production of CO.

6.1.5. Transition Metal- and Nitrogen-Doped Carbon
Materials for CO2 Conversion. In the past few years,
transition metal- and nitrogen-doped carbon (TMNC)
catalysts have attracted significant attention as promising
catalysts for CO2 conversion to CO. These catalysts, typically
synthesized via pyrolysis of metal, nitrogen, and carbon
precursors, are currently considered promising alternatives to
the more expensive Au and Ag catalysts for CO produc-
tion.441−444 In TMNC catalysts, the nitrogen atom is
incorporated into the carbon and forms a binding site for
metal species. These singly dispersed metal sites are commonly
considered to be the active species for CO2RR.

441 However,
the large number of different structural motifs that can coexist
in TMNC materials (e.g., pyrollic and pyridinic nitrogen
environments, coexistence of singly dispersed metal species
with metal clusters, metal carbides, oxides and nitrides)
complicates severely both the unambiguous identification of
the main catalytic species and their structural characterization
using sample-averaging spectroscopic methods.441

The catalytic activity and selectivity of TMNC materials is in
a large part determined by the chosen transition metal,
although other factors, such as the microstructure of carbon,
also can play a role.441 Ni-based TMCN catalysts show the
highest selectivity toward CO2 conversion into CO but are
efficient only at high overpotentials. Therefore, Fe-based
catalysts are often considered as the most promising catalysts
in this class of materials, by ensuring the high selectivity to CO
production at low overpotentials, and also due to their ability
to convert CO2 to small amounts of CH4.

441,443 Significantly
lower selectivity toward CO production is usually reported for
highly dispersed Co and Cu-based TMCN materials, which
exhibit high HER reactivity, although examples of highly active
Co-based TMNCs and related single-site materials were also
reported.441,445,446 Regarding Cu-based (and, similarly, Zn-
based) materials, the main issue seems to be the low stability of
the metal−nitrogen structural motifs, which results in the
formation of metallic clusters.441,447,448 For example, surprising
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selectivity toward ethanol formation was observed for Cu-
based TMNC catalysts. However, further investigations
attributed it to the significant transformation of the catalyst
under CO2RR conditions leading to Cu cluster formation.448

Selectivity toward formate production is observed with Sn-
based TMNC materials.449

The sensitivity of the XAS method to the local environment
around the metal atoms of interest makes it ideally suited for
probing the structure of TMNC materials.20,327,328 For
example, the presence of the M-N4 structural moiety in the
active catalyst, which can be detected through the analysis of
M-N coordination numbers from EXAFS, is commonly
considered as an important indicator to which high CO2RR
activity is assigned.441 Such motifs have been detected in Ni-
based TMNC materials,120,121,123,324,450,451 in Fe-based
TMNC catalysts,106,452−455 in Co-based TMNC materi-
als,452,454,456 in Cu-based TMNC materials,324,448,457,458 in
Zn-based materials,459,460 and in Sn-based catalysts.449 The
presence of a pronounced metal−metal signal in the EXAFS
spectra, in turn, has been interpreted as an evidence for the
formation of metal clusters, which is usually associated with a
diminished catalyst selectivity toward CO produc-
tion.122,453,461−463 The transformation of Ni NPs in carbon
nanotubes back to singly dispersed Ni sites active for CO2RR
has been reported by Fan et al.464 At the same time, Chen et al.
reported the synergetic role of Fe−N4 motifs and Fe clusters
detected by EXAFS, in promoting CO2RR.

465

Moreover, coordinatively unsaturated Ni−Nx, Co−Nx, and
Cu−Nx structural motifs with EXAFS M-N coordination
numbers less than 4 have been found especially active and
selective for CO2 conversion to CO.456,458,459,464,466−468 In
particular, in the case of Co-based TMNC catalysts, Wang et
al. demonstrated that the Co−N coordination number can be
controlled by changing the pyrolysis temperature, where the
decomposition of Co−N bonds in Co molecular precursors at
elevated temperatures resulted in reduced Co−N coordination

numbers and enhanced CO selectivity. The Co−N coordina-
tion number can be increased back to 4 under treatment in a
NH3 atmosphere, resulting also in a suppressed CO
selectivity.456 Similar relation between the synthesis temper-
ature, EXAFS M-N coordination numbers, and CO selectivity
in Cu-based TMNCs was reported by Zheng et al.458 Koshy et
al., however, interpreted the increase of the CO selectivity in
Ni-based TMNCs with increasing pyrolysis temperature by the
encapsulation of Ni clusters with graphite. These clusters that
may coexist with Ni−N4 structural motifs in the materials,
catalyze the competing HER reaction; thus, the restriction of
electrolyte access to them improves the overall selectivity of
the catalyst toward CO production.123

One should note here that the interpretation of EXAFS
spectra in TMNC materials may be far for trivial due to the
heterogeneity of their structure and coexistence of different
structural motifs with different bond lengths, whose con-
tribution to the EXAFS spectra cannot be easily separated. One
approach that improves the chemical sensitivity of the EXAFS
analysis is the wavelet transformation. WT was used by Zhang
et al.462 and Wen et al.463 to better distinguish between
metallic and nonmetallic contributions. However, even in this
case, caution is needed in the assignment of different features
to particular structural motifs. For example, M-O, M-N, and
M-C contributions cannot be easily distinguished by EXAFS
data analysis due to the similarity of the photoelectron
scattering properties for atoms that are neighbors in the
Periodic Table; thus, the contribution of oxidic species could
be hard to distinguish from that of M−N-C motifs. Similarly,
the commonly used argument that the lack of a M-M
contribution in the Fourier-transformed EXAFS spectra
signifies the lack of metallic clusters in the sample should be
used with caution, because the presence of such structural
motifs may be masked by the strong disorder or destructive
interference of different contributions to the total EXAFS
signal.

Figure 31. (a) Comparison of Fe K-edge XANES for pyrrolic Fe-based TMNC (Fe3+−N-C) with those from references materials. (b) Different N-
containing structural motifs available as metal anchoring sites. Derivatives of operando Fe K-edge XANES spectra for (c) pyrrolic Fe-based TMNC
(Fe3+−N-C) and for (d) pyridinic Fe-based TMNC (Fe2+−N-C). Panels a, c, and d are from ref 455. Reprinted with permission from AAAS. Panel
b was reproduced with permission from ref 441. Copyright 2019 American Chemical Society. (e) Fourier-transformed operando Cu K-edge EXAFS
spectra showing reversible formation of Cu clusters in Cu-based TMCN. Reproduced with permission from ref 448. Copyright 2019 Wiley-VCH
Verlag GmbH and Co. KGaA, Weinheim.
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Further evidence for the presence of M-Nx motifs might
come from XANES data analysis (Figure 31a). The absorption
edge in these materials is typically shifted to higher energies
with respect to that in metallic reference materials, in
agreement with the higher oxidation state of the metal in the
TMNC catalysts.120,122,123,324,449−452,454,455,457−459,462−469 A
characteristic pre-edge feature in the K-edge XAS due to 1s-
4pz transition can be used as a fingerprint of the broken square-
planar M-N4 configuration with D4h symmetry in a porphyrin-
like structure.449,453,467,469 For samples with M-N4 motifs
coexisting with metal clusters, linear combination analysis of
the XANES spectra can be used to quantify the concentrations
of the respective phases and link them with the trends in
catalytic properties.453

Important additional clues about the nature of the active
sites and metal−nitrogen interactions in TMNC materials
come from the analysis of soft X-ray absorption data. For
example, N K-edge XAS features exhibit characteristic
fingerprints of pyridinic or pyrollic bonding motifs and shift
to higher energies upon immobilization on transition metal
cations.120−123 The shapes of the transition metal L3-edge
XANES features can also be used to discriminate between
planar and nonplanar structural motifs of the metal
centers.121,452,455,470

Nonetheless, it appears that the single-site nature of the
TMCN catalysts prevents them from forming more complex
reaction products. A possible path to resolve this issue could be
preparing catalyst with two metal sites next to each
other.441,454 Catalysts with diatomic metal nitrogen sites
(Ni/Fe−N−C) were synthesized by Ren et al.469 Unlike the
case of the Ni−N−C and Fe−N−C samples, a pronounced
peak in the Fourier-transformed EXAFS data attributed to
metal−metal bonds was observed in the bimetallic sample,
which was interpreted as a signature of the neighboring metal
sites.469

The ex situ measurements discussed above are insufficient to
address the issue of the structure of the active catalyst and to
elucidate the nature of the active sites. Because of the expected
structural and chemical transformations under reaction
conditions, in situ and operando studies are necessary. Using
in situ XAS, Leonard et al. demonstrated that the oxidation
state of Fe in Fe-based TMNC is predominantly 3+, but under
reaction conditions, a reduction of the Fe species was observed
through the shift in the edge position. Moreover, while for the
as-prepared samples the EXAFS analysis suggested that the
Fe−N4 structure motif fits well the experimental data, under
reaction conditions the reduction of the Fe−N coordination
number was observed. The changes in the catalyst structure
coincided with an increase in the selectivity toward methane
production.106

Interestingly, the structural changes in the oxidation state
and local structure of Fe under reaction conditions seem to
depend on the N-containing structural motifs in the Fe-
anchoring site in Fe-based TMCNS, Figure 31b, as shown by a
recent operando XAFS study by Gu et al.455 In this study, two
catalysts were prepared, one with pyrrolic-type nitrogen
dopants, another with pyridinic-type nitrogen dopants. The
N-containing structural motif was controlled by choosing the
Fe precursor either with pyrrolic or with pyridinic ligands. It
was found from operando XANES analysis at the Fe K-edge
that under CO2RR conditions with potentials as negative as
−0.4 V versus RHE, the oxidation state of iron in the catalyst
with pyrrolic-type motifs remained close to the initial value (ca.

3+) (Figure 31c). In the catalyst with pyridinic-type motifs, in
turn, the Fe oxidation state was reduced when the potential
was applied and was closer to 2+ (Figure 31d). In catalysts
with pyrolic structural motifs, the reduction of the Fe3+ species
was achieved only at potentials of −0.5 V versus RHE and
more negative. Similarly as in the study by Leonard et al.
described above, the reduction of Fe species was accompanied
by the decrease of the Fe−N coordination number.455 The
stability of the Fe3+ species, as ensured by the pyrrolic
structural motifs, was linked to the superior efficiency of this
catalyst for CO production observed at potentials between
−0.2 and −0.5 V versus RHE.
In contrast to Fe-based TMNCs, in situ XAS studies of Ni-

based TMNCs show much less pronounced changes in the
metal environment under reaction conditions. No changes in
the Ni K-edge XAS were observed by Jiang et al.,122 and only a
minor change was reported by Wen et al.463 In the latter case, a
small shift of the Ni K-edge XAS to higher energies was
observed in the electrolyte under open circuit potential, which
was reversed under applied negative potential. No changes in
the Ni K-edge EXAFS features were detected at potentials
higher than −0.9 V versus RHE. A slight increase in the main
FT-EXAFS feature amplitude and small shift toward larger
interatomic distances (by ca. 0.03 Å) were observed at more
negative potentials, which were interpreted as a signature of
CO2 activation, adsorption at a Ni site, and distortion of the
Ni−N4 motif due to Ni 3d electron redistribution.463

An instructive example of the importance of operando
methods in studies of TMNCs is the recent study by Karapinar
et al.448 of Cu-based catalysts. While in general the Cu−N4
motif in Cu-based TMNCs materials is not considered active
for CO2RR, the former study reported a surprising selectivity
of this catalyst for CO2 conversion to ethanol. Ex situ EXAFS
data analysis for the as-prepared sample, as well as for the
sample after reaction confirmed the presence of the Cu−N4
moiety, and the lack of Cu clusters. However, when operando
XAS measurements were performed, EXAFS data collected
under applied potential showed the clear formation of Cu
clusters and the disappearance of the Cu−N4 species (Figure
31e). The latter, thus, cannot be responsible for the ethanol
production. The observed catalytic activity hence should be
attributed to the in situ formed Cu clusters, with sizes of at
least 4 nm, as determined from EXAFS-yielded coordination
number analysis. Intriguingly, the collected data suggested that
after reaction and upon exposure to air, the Cu clusters could
be dissolved, and the Cu−N4-like motif returned to be the
dominant Cu-containing species in the material.448 While the
reversibility of the Cu cluster formation certainly requires
additional investigations, a similar process was previously
observed by Weng et al. in the study of Cu(II)phthalocyanine-
based catalysts under CO2RR conditions.447 Here the catalysts
demonstrated selectivity toward CH4. On the basis of operando
XAS data, it was established that the actual active species were
the 2 nm Cu nanoclusters formed under reaction conditions
and disappearing after the potential was removed.7,447 These
intriguing examples clearly indicate the importance of operando
studies for the identification of active species in TMNC
materials and working electrocatalysts in general.
One can also note that other noncarbon-based single-atom

catalysts have also been proposed for CO2RR applications. For
example, Sun et al. reported on singly dispersed Ir-based
catalyst on a α-Co(OH)2 support showing high selectivity
toward CO production. In this case, the analysis of operando
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XANES data confirmed the predominantly oxidized state of
the Ir species and its stability under reaction conditions. The
high dispersion of the Ir species was confirmed by EXAFS data
analysis.471

6.2. Oxygen Reduction Reaction

6.2.1. Introduction. Fuel cells transform the chemical
energy stored in hydrogen or organic fuels into electrical
energy and have been widely explored as an alternative to
internal combustion engines. They are thus considered to be a
key transformative technology in the transportation sector.
Operation of a fuel cell involves two electrochemical processes:
oxidation of hydrogen (or other fuels) at the anode, and the
oxygen reduction reaction that takes place at the cathode.
Currently, platinum is commonly used as a catalyst for both of
these processes. However, while the oxidation reaction at the
anode occurs relatively easily and at low overpotentials, the
ORR at the cathode is much more sluggish and requires higher
overpotentials and much higher loadings of the expensive
platinum catalyst.2,472 The ORR step is currently the limiting
factor for the widespread practical applications of fuel cells. It
is therefore not surprising that major efforts in the advance-
ment of fuel cell technology have been focused on the
improvement of the ORR catalysts.
ORR can follow one of the two possible pathways. In the 2-

electron (2e) process (partial reduction), hydrogen peroxide is
formed as the reaction product. In the 4e process (full
reduction), water is formed as the final product. Because of a
higher efficiency of the 4e process, and due to the high
reactivity of the peroxide formed in the 2e process, the 4e
process is more attractive for practical applications.2,472 The 4e
process is facilitated by Pt and Pt-alloy catalysts, while the 2e
process takes place, for instance, on Hg, Au, graphite, and
different oxide-based materials.263 For both processes, the first
step is the adsorption of oxygen on the catalyst surface. The
catalyst activity is thus determined by the balance between the
binding energies of the adsorbed oxygen species, reaction
intermediates, and products: oxygen species should be
adsorbed tightly enough so that the reaction can occur. At
the same time, a too strong interaction between the catalyst
and intermediates will result in catalyst poisoning.472 This
principle is visualized in the famous “volcano” plots introduced
by Norskov and others, which show that the near-optimal
binding properties, and hence, maximal ORR activity is
expected for Pt and Pt-based materials.472,473 The sensitivity
of in situ XAS to the presence of adsorbates, bond-lengths and
bond-strengths between catalyst and adsorbate has been widely
used to rationalize the structure−property relationship in the
materials for ORR.141 Strategies like the control of the particle
size, control of the exposed facets, alloying of Pt with another
metal to introduce lattice strain or to tune the catalyst
electronic structure have been proposed for improving the
adsorbate binding at Pt-based catalysts, and XAS has been very
instrumental for understanding the effect of these parameters
on the catalytic activity.17,263 At the same time, due to the high
costs of platinum, significant efforts have been invested in the
development of nonprecious metal catalysts for ORR,
including transition metal−nitrogen doped carbon materials.
The sensitivity of XAS to the complex structural motifs
encountered in these materials and their in situ transformations
has been also widely exploited.20

6.2.2. Adsorbates and Oxidation in Pt Catalysts.
Pioneered by O’Grady et al. in the 1980s, the application of

operando XAS for the understanding of Pt catalysts for ORR
has a long history.358,359 Starting from these early works, the
analysis of the shape and intensity of Pt L3- and L2-edge white
lines was in the focus, providing important clues about the Pt
oxidation state, adsorbates, and the d-band occupancy. Indeed,
since the L3 and L2-edge WLs correspond to the excitations of
the electrons from the 2p3/2 and 2p1/2-shells to partially vacant
5d-shells, the intensity of this feature is directly correlated with
the number of holes in the d-shell, and can be used to probe
the Pt oxidation and the charge transfer between Pt and
adsorbed species. Generally, upon an increase in the applied
potential, an increase in the WL magnitude is also observed,
which is commonly associated with the 5d band becoming
empty and electron withdrawing by the adsorbed oxygen
species. The increase of the WL gets especially pronounced at
potentials higher than 0.8 V versus RHE, where the formation
of surface oxides is observed, as evidenced also by a Pt−O
contribution appearing in the EXAFS spectra.17,176,474−476 The
relation between the WL intensity and the adsorption of
oxygen species was demonstrated, for instance, by Erickson et
al, who compared in situ Pt XAS data under N2 and O2
atmospheres.141 It was found that at all applied potentials the
sample under N2 had a lower WL intensity than that of the
same sample under O2, highlighting the interaction between
the catalyst and oxygen species. The enhancement in the WL
intensity is especially pronounced for smaller Pt NPs, as
observed by Mukerjee, McBreen et al.17,475 suggesting stronger
particle-adsorbate interactions (including poisoning) at the
prevalent undercoordinated Pt sites. This finding allows one to
rationalize the observation that the ORR activity decreases
with decreasing particle size.263,362 At the same time, a recent
XANES study by Liu et al. demonstrated that the undesired
oxidation of carbon-supported ultradispersed Pt species can be
prevented by doping the carbon support with nitrogen,
resulting in a more durable and highly efficient catalyst for
ORR.
At lower potentials (ca. 0 V vs RHE and more negative), the

WL intensity decreases, corresponding to a more metallic state
of Pt. Additionally, a widening and an increase in the WL
skewness is observed, which are attributed to the adsorption of
hydrogen on the catalyst surface and the photoelectron
transitions to the antibonding Pt−H orbitals.17,475 The
applications of XAS for studies of Pt−adsorbate interactions
have been reviewed by Matthew and Russel358 and Russel and
Rose.17

The changes in the XANES features due to interactions with
adsorbates and oxide formation are more easily distinguished
in HERFD-XAS data, as demonstrated by Merte et al. in the
study of size-selected Pt NPs with sizes ∼1.2 nm.362 In this
study, three distinct potential regimes were observed: (i)
hydrogen chemisorption occurring between 0 V and ∼0.3 V
versus RHE, as evidenced by a broad asymmetric white line
with low amplitude; (ii) chemisorption of oxygen species (OH
or O) as the potential was increased between 0.3 and 0.96 V,
with the WL becoming narrower and its amplitude increasing;
(iii) platinum oxide formation being observed at or above 0.9
V, as evidenced by an increase in the WL width (see Figure
32).362 While the spectrum for the catalyst in as-prepared dry
state resembled that of PtO2, the intensity of the WL for the
catalyst in its final state at 1.26 V versus RHE was lower,
suggesting a lower average oxidation state of Pt in the obtained
PtOx structure.
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The presence of oxides is also important in the context of
catalyst degradation since the catalyst oxidation was linked to

the dissolution of Pt and ripening of Pt NPs.362,477 For
example, recently Kim et al. reported the enhanced perform-
ance of Pt catalysts on carbon supports functionalized with
oxygen-containing groups in comparison with that for the
catalysts without such functionalization. However, more severe
degradation was observed for the oxygen-functionalized
sample. The analysis of Pt L3-edge XANES data suggested
an increased oxidation state for Pt atoms in this catalyst even at
reducing potentials, which can explain both, the enhanced
performance as well as poor durability of this material.477

6.2.3. Disorder in Pt Catalysts. Changes in the valence
state, signified by the changes in the white line are typically
accompanied by changes in the catalyst structure, for example,
bond lengths, particle size, and induced strain.141,285 EXAFS
analysis can be used to follow these transformations in situ. For
example, it was proposed that the analysis of Pt−O bond
lengths can be used to discriminate between different
adsorbates (e.g., Pt−O and Pt−OH).350 However, in practice,
data of very high quality are needed to determine reliably the
interatomic distances with the accuracy required for such
analysis. This requirement is rarely compatible with measure-
ments under catalyst working conditions.285 Another challenge
is the sample-averaging nature of the EXAFS method and the
heterogeneity of the catalyst structure, where the changes are
often limited only to the surface. Studies of very small particles
with sizes ∼1−2 nm can be helpful in this case. For example,
Myers et al. employed in situ XAS to investigate the changes in

Figure 32. (a) Potential-dependent Pt L3-edge HERFD-XANES for
1.2 nm Pt NPs on a carbon support. (b) Evolution of the metallic and
oxide-like phases in the catalyst as a function of the applied potential
in 0.1 M HClO4 electrolyte obtained by fitting the HERFD XANES
spectra with a combination of arctangent functions and two pseudo-
Voigt peaks, corresponding to metallic (blue triangles) and oxidic
(red squares) components, and integration of the peak areas. The
evolution of the total area is also shown (black circles). Reproduced
with permission from ref 362. Copyright 2012 American Chemical
Society.

Figure 33. (a, b) Potential-dependent changes in the local structure of dendrimer-encapsulated Pt NPs immobilized on a carbon-paper electrode
under ORR conditions in a 0.1 M HClO4 electrolyte saturated either with N2 or O2. (a) Fourier transformed Pt L3-edge EXAFS spectra. (b)
Corresponding changes in the Pt−Pt (CPt−Pt) and Pt−O (CPt−O) coordination numbers in O2 and N2-saturated electrolyte. Reproduced with
permission from ref 285. Copyright 2012 American Chemical Society. (c, d) Bond expansion under ORR conditions. (c) Minimum and maximum
surface bond expansion in Pt NPs under ORR conditions as obtained from in situ EXAFS data analysis. The differences between Pt−Pt distances,
measured in O2 and N2-saturated electrolyte are shown. The structure model of Pt NPs obtained from EXAFS-yielded CNs is shown in the inset.
(d) Relative expansion of the interatomic distances obtained within the maximum surface bond expansion (surface-restricted expansion) model is
compared with the in situ cantilever stress measurements. Reproduced with permission from ref 349. Copyright 2014 American Chemical Society.
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1.8 nm dendritic Pt nanocatalysts for ORR.285 Although the Pt
precursors in the as-prepared samples were not completely
reduced, the NPs were completely reduced in situ in the 0.1 M
HClO4 electrolyte when a −0.7 V (vs Hg/Hg2SO4) potential
was applied. Through multiple-scattering EXAFS data fitting,
the coordination numbers in the first few coordination shells
were obtained and from them, information about the particle
shape. With applied potential increasing between −0.2 and
+0.3 V, a significant decrease in the first peak of the FT-EXAFS
spectrum was observed, Figure 33a, corresponding to a
reduction of the Pt−Pt CNs (Figure 33b). This effect was
observed in both, N2- and O2-saturated electrolytes. At the
same time, the more distant peaks in the FT-EXAFS spectra
(dominated in fcc-type structures by multiple-scattering
contributions) were relatively unaffected (Figure 33a). This
was interpreted as an evidence of an increase in the NPs
surface disorder, with the NP core relatively unaffected by
potential changes. Myers et al. argued that MS contributions
are more significantly suppressed by the disorder than single-
scattering contributions. Therefore, even in the as-prepared
sample, the surface layers (which in all NPs are expected to be
less ordered) practically do not contribute to the MS-related
component in particle-averaged EXAFS, and the total MS
signal is dominated by the contribution from the ordered NP
core region. The lack of changes in the MS contribution under
applied potential can thus be interpreted as the lack of
structural changes in the NP core.285

The effect of surface disorder and associated stress was also
probed by Erickson et al.349 with 1.2 nm Pt NPs prepared by
an incipient wetness method. It was observed that upon
exposure to oxygen, the Pt−Pt interatomic distances increase
with increasing applied potential, and are longer that those at
the same potential under N2. This difference was attributed to
the interaction between the Pt NPs and adsorbed oxygen
species that resulted in an expansion of the interatomic
distance. On the basis of the analysis of the CNs extracted
from EXAFS data fitting, a 3D model of the NP structure was
proposed (inset in Figure 33c), a truncated cuboctahedron.
Two models of interatomic distance expansion were then
compared: (i) uniform expansion, where all Pt−Pt distances
were equally increased (minimum expansion), and (ii) a
surface-restricted expansion, where only the distances between
Pt atoms on the surface (green atoms in the inset in Figure
33c) were increased, representing the maximum expansion.
The potential dependencies of the Pt−Pt distances for surface
atoms calculated within both models are compared in Figure
33c. Strikingly, the bond expansion obtained within the second
model was found to be in a good quantitative agreement with
the direct in situ surface stress data obtained using optical
cantilever stress measurements,349,478 pointing thus to a
surface-localized stress, Figure 33d. Such insight into the
surface disorder is particularly important in catalysis
applications since a linear correlation between the interatomic
distances at the surface and the energy of the d-band center has
been theoretically predicted and discussed to affect the
adsorbate binding.479 For instance, an expansion of the
interatomic distances increases the energy of the electrons
near the Fermi level that can be subsequently transferred to
adsorbates.349

6.2.4. Time-Resolved Studies of Pt Catalysts. With the
advances in XAS instrumentation, time-dependent information
on the structural changes taking place at Pt electrodes during
electrochemical reactions can be monitored on the time scale

of seconds. In 2007, a pioneering study by Tada et al.96

employed time-grating QXAFS (essentially a pump-and-probe
technique) to monitor the changes in the Pt valence and Pt−O
and Pt−Pt bonds with 1 s time resolution. A comparable time
resolution was achieved also by energy-dispersive XAFS.96,350

In 2012−2013, technical advances in the QXAFS method
allowed to improve the time-resolution first up to 500 ms,480

and later on to 100 ms98 and 20 ms in 2018.97,481 Moreover,
while in the earlier works a reasonable XAS signal could only
be achieved for a catalyst loading several-times higher than that
used in catalysis applications,98 the loading could be
subsequently reduced to more realistic values (e.g., 0.5 mg/
cm2).
The former results demonstrate the complexity of the

processes taking place at the surface of Pt electrodes. By
following the time-dependency of the WL intensity, Pt−Pt and
Pt−O coordination numbers (Figure 34a), it was observed that

several seconds are needed until these parameters reach their
stationary values after potential changes are applied, due to the
final time needed for charge transfer, Pt−O bond formation
and rearrangement of Pt atoms within the NPs. Moreover, the
characteristic times (or, alternatively, rate constants k) for
these processes, corresponding to different elementary steps in
ORR, Figure 34b, were found to be different. In particular, it
was found that the changes in the Pt−Pt coordination number
are slower than those in the Pt−O CNs,97 which can

Figure 34. (a) Time-dependencies of the Pt L3-edge WL intensity
and Pt−Pt and Pt−O coordination numbers obtained from XAS data
analysis upon an increase in the applied potential from 0.4 to 1.0 V.
Reprinted by permission from Springer Nature, ref 97 (2018). (b)
Reaction mechanism and kinetics for the events on the surface of a Pt
cathode under voltage cycling from 0.4 to 1.4 V versus RHE. (c)
Relationship between the specific activities and the rate constants for
Pt−Pt and Pt−O coordination number changes under ORR
conditions, obtained from the time-dependent EXAFS data. Reprinted
by permission from Springer Nature, ref 481 (2018).
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contribute to the catalyst degradation during power-on/power-
off cycles.95−97 By comparing the time-dependent results for
different Pt-based catalysts, the characteristic times of the
changes in the XAFS-derived coordination numbers were
found to be linearly correlated with the specific activity and the
durability of the catalysts (Figure 34c).481

6.2.5. Alloys, Bimetallic and More Complex Catalysts.
The combination of Pt with another metal is a common route
to tune the properties of the ORR catalysts, in particular, to
improve its activity, stability, robustness toward poisoning, and
to reduce the cost of the catalyst by minimizing the amount of
Pt used. In terms of activity, Pt alloys with the first row
transition metals (Ni, Co, Cr, Fe, Cu) are reported among the
most active catalysts for ORR. In particular, the activity of
Pt3Ni catalysts exceeds that of pure Pt several times.482,483 In
situ XAS has been widely used to understand the origin of such
enhaced performance. Mukerjee et al. investigated Pt−Ni, Pt−
Co, Pt−Cr, Pt−Mn, and Pt−Fe alloy NPs with enhanced ORR
activity in comparison to that of pure Pt via XAS.17,474,484,485

The intensity of the Pt-L3 WL within the double-layer region
(0.54 V vs RHE) was enhanced in the alloy samples with
respect to monometallic Pt, suggesting an increase in d-band
vacancies. At the same time, under ORR conditions at a
potential of 0.84 V, the intensity of the WL did not increase
significantly for alloy catalysts, while for the platinum catalyst it
was enhanced noticeably, surpassing that of the alloys. Analysis
of the EXAFS spectra showed that a significant Pt−O
contribution is present in the data of the Pt catalyst at 0.84
V, but not at 0.54 V and not for the alloy catalysts at any of
these potentials. This suggests that the interactions between Pt
and oxygen species in the alloy catalysts under ORR are
suppressed. This, in turn, indicates that these catalysts are less
prone to the poisoning by adsorbed OH, which may explain
their enhanced catalytic activity. In fact, a nearly linear
relationship between the intensity of the WL and the catalyst
activity can be obtained, as observed by Antolini et al. in
studies of Pt−Co catalysts with different particle sizes and
different Co loadings.139 Similar decreased Pt oxidation under
ORR conditions has been observed also for other Pt-based
bimetallic systems that were found to be promising for ORR,
such as Pt NPs modified with gold clusters,242 Pt−Ti
intermetallic catalysts,486 platinum−tungsten carbide cata-
lysts,487 platinum−vanadium alloys,476 niobium oxide-sup-
ported Pt catalysts,488 ordered PtFe nanocatalysts,489 and
others.
On the other hand, analysis of EXAFS spectra by Mukerjee

et al. and others suggested that Pt−Pt distances in all alloy
samples are lower than in pure Pt, thus changes in interatomic
distances can also be responsible for the increased
activity.17,474,484,490 In fact, both effects seem to be correlated
since an inverse relationship can be observed between the Pt−
Pt bond distance and the Pt d-band occupation.484 The effect
of the reduced Pt−Pt bond length (compressive strain due to
alloying) on the weakening of the adsorption of oxygen species
is also well reproduced in theoretical simulations.2,118,491

Interestingly, the secondary metal itself in the aforemen-
tioned systems, does not seem to play an important role in the
redox processes at the electrode surface, as evidenced by the
lack of potential-dependent changes in the K-edge XAS spectra
for these transition metals under reaction conditions.474,484

The limitation of the alloy systems is that the secondary metal
is typically less stable under ORR conditions than Pt and can
be leached out, resulting in the loss of catalyst performance.

Moreover, the fraction of Pt in these catalysts is still significant;
thus, they are not much cheaper than pure Pt catalysts. As a
promising alternative, NPs with a non-noble metal alloy core
covered with a monolayer of Pt have been proposed. A
prominent example is Pd NPs decorated with a monolayer of
Pt, which exhibit an ORR activity that surpasses that of pure
Pt, and even more importantly, also show superior
stability.265,492,493 At the same time, Pt monolayers on Au,
Ir, Rh, Ru, and Re cores show decreased activity, while
preserving a good stability.105 An attractive aspect of XAS for
studies of these ORR catalysts is its ability to provide
quantitative information about the Pt layer thickness, and
distinguish between NPs with one and two monolayers of Pt
by analyzing the EXAFS CNs. For example, for a single Pt
monolayer on Pd(111), the expected Pt−Pt and Pt−Pd
coordination numbers are 6 and 3, respectively, while for the
system with two Pt monolayers the CNs are 9 and 1.5,
respectively. Sasaki et al. demonstrated an excellent agreement
of these theoretical values with the CNs extracted from
experimental EXAFS data for Pt−Pd NPs where the thickness
of the Pt shell was varied by Cu-mediated layer-by-layer Pt
deposition.105,265 It should be noted here that while the
current associated with ORR increases upon addition of the
second Pt monolayer, the specific activity decreases.105

A concern in the applications of Pd-containing catalysts in
fuel cells is the possible uptake of hydrogen (used as fuel) that
can crossover through the membrane to the cathode and form
Pd hydride (as discussed in Section 6.1.3), thus affecting the
durability of the catalyst. However, as demonstrated by Wise et
al.,494 a Pt monolayer on top of a Pd NP core provides efficient
protection toward hydride formation. In fact, Pd hydride
formation was prevented even if the Pt shell is incomplete
(e.g., only a half monolayer of Pt is deposited). In their work,
while in pure Pd NPs the Pd−Pd distance, extracted from in
situ EXAFS data analysis at 0.0 V versus RHE, increased from
2.74 to 2.83 Å in the presence of hydrogen, indicating the
formation of the beta hydride phase, much smaller changes in
the Pd−Pd distances were observed in Pd NPs covered with a
Pt shell.494

The properties of the monolayer Pt catalysts can be tuned in
a broad range by choosing more complex core structures.
Bimetallic alloy cores formed by metals with different lattice
constants allow one to tune the strain induced in the Pt
monolayer. For example, it was observed that the ORR activity
of Pt monolayers on top of a PdAu alloy core depends
significantly on the Pd to Au ratio, with optimal ORR
performance achieved at a 9:1 Pd:Au ratio.339−341 At the same
time, Co−Pd core−shell NPs with Pt monolayer on the surface
were also found to exhibit excellent catalytic properties, while
containing a significantly lower amount of the noble metals.495

IrNi bimetallic cores were also described to be promising in
terms of the synthesis scalability and cost-efficiency.496

Particles with even more complex core structure have been
proposed, such as Pt monolayer-covered ternary PdNiMo core,
where enhanced stability of the catalyst was ensured through
the Pd−Mo interaction,497 and Pt-covered NPs with PdNi
core, where the core was stabilized by the incorporation of Au.
The latter NPs exhibited a higher activity than Pt/Pd and Pt/
PdNi catalysts.498 On the other hand, an enhancement in ORR
activity can also be obtained by replacing some of the Pt in the
shell with other metals such as Re, Os, and Ir.105,499 Clearly,
the more complex the structure of the catalyst gets, the more
important is to validate the presence of the desired structural
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motifs in these systems using experimental measurements. In
the aforementioned examples, XAS was very instrumental for
this purpose, by providing information ranging from a simple
estimate of the constituent metal ratios (either from absorption
edge-step analysis or from EXAFS-derived coordination
numbers), up to the determination of the particle morphology
and alloying/segregation motifs.
For example, Pt monolayer-coated PdAu nanowires were

studied in ref 341, and the insight from EXAFS data analysis
was used to differentiate between different possible structural
models and distributions of the metals. Pt atoms were found to
be predominantly surrounded by Pt or Au, which allowed the
authors to conclude that Pt atoms are located predominantly
on the surfaces of the nanowires. More surprisingly, it was
found that the coordination numbers for both Au−Au/Pt and
Au−Pd atomic pairs were quite close to 6, despite the fact that
the investigated particles were Pd-rich (a much larger Au−Pd
CN is expected if the metals are uniformly mixed). This finding
indicated that the Au atoms were also localized next to the
surface, either directly underneath the Pt layer, or were mixed
with Pt forming a PtAu shell on top of the Pd core. Such
complex architecture was confirmed by DFT simulations.
Notably, the segregation of Au to the nanowire surface in this
case took place during the synthesis and pretreatment, and not
during the ORR reaction itself.341 In contrast, a reversible,
potential-dependent exchange process involving Pd migrating
between the core and the shell, within Pd−Au alloy (Pd-rich)
NPs, was mentioned by Jirkovsky ́ et al. in ref 500. At potentials
below 0.8 V versus RHE, the surface tended to be Au-rich,
whereas at higher potentials (>1.0 V vs RHE) the surface was
found to be Pd-rich.
In alkaline media, Pd alloys can be used for ORR without

protective Pt shells. For example, pure Pd, PdCu and PdPt
alloy NPs were investigated by Castegnaro et al.501 Analysis of
the coordination numbers extracted from EXAFS data together
with Cowley’s short-range parameter (see Section 5.5.2) were
used to confirm the random distribution of the constituent
metals. In turn, electrochemically prepared Pd−Au core−shell
NPs were studied by Price et al. via in situ EXAFS.502 The NPs
were prepared by two electrochemical methods: (i) conven-
tional Cu underpotential deposition (UPD) followed by a
replacement of Cu with Pd, and (ii) by a Cu UPD-mediated
process.265 While no significant dependency of the NP
structure on the applied potential was observed, significantly
larger mixing of Pd and Au in the NP surface layer was
observed for the NPs prepared via the Cu-UPD-mediated
process.502

The attractiveness of alloy systems like PdAu for ORR
applications relies on the fact that it consists of a combination
of oxyphilic and oxyphobic metals. For example, Au (or Ag)
binds oxygen species too weakly, while metals like Pd (and also
Rh, Pd, and Ir) do it too strongly. Thus, by alloying Pd with
Au, the surface binding energy can be tuned and the catalytic
properties optimized.17,503 While PdAu alloys are relatively
well-known, other relevant combinations of metals are less
explored. Recently, Li et al. proposed the RhAu system as a
promising catalyst for ORR applications.503 Unlike the Pd−Au
system, Rh and Au are considered to be immiscible in their
bulk phases. Nevertheless, Rh−Au alloying was demonstrated
for NPs prepared via microwave assisted synthesis504 or
dendrimer encapsulation.505 In situ XAS measurements from
the dendrimer-encapsulated NPs revealed the incomplete
reduction of the precursor species (XANES), and the surface

segregation of Au (EXAFS).505 For RhAu NPs synthesized via
a microwave-assisted method, significant discrepancy was
obtained when comparing the NP sizes extracted from
EXAFS and those obtained from TEM. This was explained
by the coexistence of particles of different sizes and
compositions. By combining the information from EXAFS
with NP size distributions from TEM, a structure model was
constructed consisting of a mixture of ultrasmall Rh NPs and
larger RhAu NPs with Au segregated to surface. Further, by
employing Monte Carlo simulations of the NP structure and
dynamics, it was demonstrated that the ab initio EXAFS
spectra, calculated following a model consisting of the NPs of
these two types can reproduce reliably the experimental
EXAFS data collected at both the Au L3-edge and the Rh K-
edges (Figure 35).212

6.2.6. Nonmetallic Catalysts for ORR. Among the
nonmetallic catalysts for ORR, transition metal chalcogenides
have been widely studied. For instance, Ru-based chalcogenide
materials demonstrated good performance for ORR in direct
methanol fuel cells (DMFC) when compared to Pt
catalysts.17,158,506 In particular, Ru−Se−Mo,507−510 Ru−
S,158,508,509 Ru−Se,158,508,509,511 and Ru−Te158,508,510 have
been investigated. The EXAFS data discussed in these
references demonstrated the presence of metallic Ru−Ru
bonds; thus, the actual structure of the investigated catalysts
can be described as a chalcogenide-decorated metallic Ru. In
all cases, Ru−O bonds were also observed. However, these
bonds were attributed to adsorbed oxygen species rather than
the formation of oxides.508 By performing in situ XAS
measurements at the Rh K-edge and the K-edges of the
chalcogenide elements, it was concluded that only Ru species
respond to the changes in the applied potential, suggesting that
those are likely the active species. More specifically, a

Figure 35. Comparison of the experimental and simulated Au L3-edge
and Rh K-edge EXAFS spectra for a Rh−Au NP system. Theoretical
data are obtained from Monte Carlo modeling with classical MEAM
force field models, and correspond to an ensemble consisting of NPs
of two types: small Rh clusters and larger Rh−Au alloy NPs. A
structure model is constructed based on the analysis of coordination
numbers extracted from EXAFS, TEM measurements, as well as
computational screening of different models until the best agreement
between experiment and simulation was obtained. Reproduced from
ref 212 with permission from The Royal Society of Chemistry.
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significant increase in Rh−O contribution was observed via in
situ EXAFS with increasing applied potential, and simultaneous
reduction of the Rh−Rh coordination number and the
corresponding bond length.158 This effect is very pronounced
in pure Ru electrodes, where the formation of oxides was
observed at higher potentials.510 The presence of the
chalcogenides in RuxSey and RuxSeyMoz catalysts, however,
suppresses the oxidation of the electrode and the formation of
the inactive RuO2 phase, ensuring better catalytic activ-
ity.510,511 Stronger Ru−O interactions (suggested by a larger
Ru−O coordination number or shorter Ru−O bond length)
were observed in Ru−S508 and Ru−Te510 catalysts, explaining
the lower activity of these catalysts.
While promising for ORR, Ru-based materials are still

expensive. Among various precious-metal-free catalysts for
ORR, manganese-based oxides have attracted attention due to
the high tunability of their structure and properties. At the
same time, this diversity of possible structural motifs and
valence states complicates the understanding of the actual
active species and working mechanism of MnOx-based
catalysts. Commonly, the ORR activity of MnOx-based
materials is attributed to the cyclic redox reaction between
Mn4+ species to Mn3+ species, where ORR occurs by oxidizing
the Mn3+ species continuously produced by the reduction of
Mn4+ species.512−515 As a result, the coexistence and the ratio
of Mn4+ and Mn3+ species seem to be the key for ensuring high
ORR activity. Because of the high sensitivity of XANES to the
Mn valence state, in situ measurements at the Mn K-edge have
been used to gain insight into the working mechanism of
MnOx-based catalysts. For example, the reduction of a MnO2-
rich catalyst under ORR conditions was demonstrated through
the linear combination analysis of Mn K-edge XANES data.
High ORR activity was associated with a high MnO2 content in

the material.514,515 The importance of coexisting Mn3+ and
Mn4+ species was confirmed also by Park et al., where the
intercalation of layered Mn oxides with graphene oxide
resulted in a reduced (closer to 3+) oxidation state of Mn-
based catalysts and improved ORR activity.516 The importance
of fine-tuning the Mn3+ and Mn4+ ratio was emphasized in Mn
K-edge XANES studies of mullite-type SmMn2O5‑δ NPs
prepared by laser irradiation of a SmMn2O5 micropowder
suspension. Here, XANES data revealed that the concentration
of oxygen vacancies and the ratio of Mn species in different
oxidation states could be controlled by changing the laser
energy. The maximal ORR activity was observed for an average
Mn valence of ∼3.36.517 At the same time, the formation of
disordered Mn2+/Mn3+ mixed oxides in electrodeposited
MnOx catalysts under ORR conditions was reported by Gorlin
et al. based on the positions of the Mn K-edge XANES features
and the Mn−O interatomic distances extracted from EXAFS
data.513,518 Recently, even higher ORR activities have been
reported in Co1.5Mn1.5O4 catalysts,

519 where the reduction of
Mn species from the +3/+4 state to +2/+3 state (as well as
that of Co species from +3 to +2 state) has been suggested
with increasing reaction time. (Figure 36). See also Section
6.3.6 for the discussion of Mn-based materials for bifunctional
catalysts that combine activity for ORR and OER reactions.
Despite the progress in the development of transition metal

chalcogenides and oxide-based ORR catalysts and interesting
new work on carbides, nitrides and, phosphides-based
catalysts,506,520,521 the most actively investigated nonprecious
metal catalysts for ORR are transition metal nitrogen-doped
carbon catalysts, which are discussed in the next subsection.

6.2.7. Transition Metal- and Nitrogen Doped Carbon
Catalysts. TMNC catalysts for ORR are currently the subject
of vivid investigations, since they are considered promising

Figure 36. (a) Changes in the Mn K-edge XANES in Co1.5Mn1.5O4 catalysts with applied potential in 1 M KOH electrolyte. (b) Results of linear
combination analysis. (c) Periodic changes in the X-ray absorption at 7722.5 eV (Co K-edge) and 6553.0 eV (Mn K-edge) corresponding to
changes in the Co and Mn oxidation state. (d) Corresponding CV. Reproduced with permission from ref 519. Copyright 2019 American Chemical
Society.
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alternatives to Pt-based materials. The activity of Co-based
macrocycles for ORR was pointed out already in 1960s, but the
stability and the activity of these materials were low.506,522

Later, it was found that both the stability and catalytic
performance could be improved significantly upon pyrolysis of
the transition metal-containing precursors.506,523 Such high
temperature treatment, however, results in significant changes
in the TMNC materials, and heterogeneous structures with
different coexisting species severely complicate the elucidation
of the actual active sites for ORR. In particular, M-Nx moieties,
metal carbides, metal NPs, and even metal-free CNx structural
motifs have all been proposed as possible active species, with
the corresponding reports in the literature often providing
contradicting evidence.20,272,524,525 Moreover, the reason for
the significant deactivation of the TMNC catalysts, one of the
main issues for their transfer into practical applications, is still a
controversial subject. The most popular types of TMNCs for
ORR are Fe- and Co-based materials. Commonly, Fe-based
TMNCs are believed to be more active for 4e ORR process,
while Co-based TMNCs seem to favor 2e ORR process with
H2O2 as the product.506

While sensitivity to the local structure around the metal
center makes XAS an important tool for understanding the
structure of TMNC materials, the heterogeneity of these
catalysts and the sample-averaging nature of the XAS method
is a serious obstacle. Commonly, Fe−N4 species are considered
to be important for the ORR activity of Fe-based TMNC
materials, as demonstrated in refs 20, 149, 325, 327, and
526−533 using the XAS method and arguments similar to
those presented in Section 6.1.5. In particular, a good
agreement between experimental Fe K-edge XANES spectra
for TMNC catalysts and the results of theoretical XANES
modeling for the Fe−N4 moiety was demonstra-
ted.20,149,327,526,534 At the same time, contrary reports also
exist that emphasize the role of CNx motifs and carbon-
encapsulated Fe NPs. For example, Singh et al.524 compared
the ORR performance of two catalysts, Fe−C−N and CNx,
where the latter was prepared by leaching the Fe-species with
acid, although some Fe impurities still remained in the CNx
sample. Both catalysts exhibited activity toward ORR, although
XANES and EXAFS analysis suggested very different local
environment for Fe in both cases, namely, carbide- or nitride-
like structures in the Fe−C−N sample, and the presence of
residual metallic Fe species in the CNx catalyst. This
observation revealed that the Fe−N4 species are at least not
the only possible active species in the Fe-based TMNC
materials.524 Similarly, linear combination analysis of Fe K-
edge XANES spectra from Fe-based TMNC materials carried
out by Kobayashi et al. to quantify the contributions of
different Fe species before and after the acid leaching
demonstrated that even when the Fe−N4 motifs were leached
out, the catalyst remained active for ORR.535 Selective
poisoning of these type of catalysts using Cl2 and H2
treatments was employed by Varnell et al. to find the active
species.272 It was discovered that the Cl2 treatment deactivated
the catalyst, while H2 restored its activity. Mössbauer spectra
showed no Fe−N4 species in the active H2-treated sample,
while multiple Fe-containing species were present in the as-
prepared sample. XANES and EXAFS analysis have shown that
the Cl2-treated inactive catalyst had a structure similar to that
of FeCl3·(H2O)x. XANES and EXAFS analyses of the active
samples (as-prepared and reactivated by H2-treatment)
showed that Fe is predominantly metallic and has a bcc

structure. From multiple-shell EXAFS data fitting and analysis
of Fe−Fe CNs, it was concluded that Fe is present as 1−2 nm
NPs, which was confirmed with TEM. These findings suggest
that carbon-encapsulated Fe NPs can be active for ORR even
in the absence of Fe−N4 structural motifs.272

An important insight toward resolving this controversy is
extracted from operando XAS studies.20,325,328,527 In particular,
the analysis of operando Fe K-edge EXAFS spectra revealed
that the Fe−N contribution changes with potential (i.e., is
electrochemically active), while the Fe−Fe does not.20,325

Moreover, the shift in the Fe K-edge XAS signal (Figure 37a)

with increasing applied potential was attributed to the
transition from the Fe 2+ to the 3+ state. The changes in
the valence state were accompanied by the changes in the local
structure. The Fe−N distance increased with increasing
potential, Figure 37b, while the characteristic XANES feature
that is a fingerprint for planar Fe−N4 coordination (shoulder at
7117 eV) disappeared. These changes were attributed to the
displacement of Fe from the in-plane to off-plane position
(Figure 37c). Interestingly, the average displacement at 0.1 V
was different for differently prepared samples, Figure 37d, and
showed a positive correlation with the ORR activity, with the
more distorted configuration corresponding to the catalyst
with the highest activity.325

While generally considered less active than Fe-based TMNC
materials, Co-based TMNC catalysts are believed to exhibit
higher stability for ORR.506 Their activity is also often
associated with Co−Nx moieties, as recently shown in refs
149 and 536−538 and others based on the analysis of Co K-
edge XAS spectra. On the other hand, an operando XAS study
by Zitolo et al.328 revealed important differences in the
behavior of Fe- and Co-based TMNC materials: unlike in the
case of Fe, XAS spectra for Co-based TMNC catalysts showed

Figure 37. Changes in the Fe K-edge (a) XANES and (b) FT-EXAFS
operando data in Fe-based TMNC catalyst for ORR with increasing
applied potential. (c) Sensitivity of XANES features to the off-plane
displacement of the Fe ion in the Fe−N4 structural motif, as obtained
in theoretical XANES simulations. (d) Changes in the simulated
spectra describe well the trends in the experimental data collected at
0.1 V in N2-saturated 0.1 M HClO4 electrolyte for samples with
different degree of distortion of the square-planar Fe−N4 motif.
Reproduced with permission from ref 325. Copyright 2015 American
Chemical Society.
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practically no changes with applied potential in the range
relevant for ORR, suggesting a significantly less pronounced
structural change upon their interaction with adsorbates. At the
same time, more pronounced differences in the Co K-edge
XANES spectra could be detected when the spectra were
collected in O2-saturated versus N2-saturated electrolytes. This
suggests that Co-based sites are less prone to adsorb oxygen
species and form Co−O bonds only in an O2-saturated
electrolyte.328

In addition to Co- and Fe-based TMNC materials, other
analogous catalysts for ORR have been explored, such as
Ni-,149 Cu-,539,540 and Zn-based TMNC catalysts,541 with the
presence of the M-Nx moiety inferred from EXAFS analysis
and associated with the observed ORR activity. Ru-based
TMNC materials (Ru on nitrogen-doped graphene) have also
shown good ORR activity at low overpotentials.542 The
presence of singly dispersed Ru sites was demonstrated by Ru
K-edge EXAFS analysis, including wavelet transform data, as
well as theoretical XANES modeling for DFT-optimized
structure models. At the same time, the presence of metallic
Ru clusters was observed for three control samples which
exhibited lower ORR activity: a sample, prepared without
graphene doping by N, a sample with increased Ru loading,
and a sample with increased annealing temperature.542

Coexistence of two or more active metal ion centers in close
proximity has been demonstrated to further improve the
catalyst activity. For example, a Co-based TMNC material
synthesized from a bimetallic-organic framework precursor
showed activity 12-times higher than that of a conventional
Co−N4-type catalyst, which was explained by the presence of
Co2N5 structural motifs, and whose signature (shortened Co−
Co bond) was detected in the analysis of Co K-edge EXAFS
spectra.543 Enhanced catalytic performance is expected also for
catalysts containing metal-ion centers of different types,

especially those combining Fe and Co centers.506,544 ORR
catalysts prepared via high-temperature pyrolysis of a Co−Fe−
N chelate complex were studied in ref 545. EXAFS
measurements indicated that Fe−Nx and Co−Nx species do
not survive the pyrolysis and form metallic clusters, which are
removed during the subsequent acid treatment. The observed
ORR activity was thus attributed to carbon species on the
catalyst surface.545 In contrast, more recent studies546−548

revealed that coexisting Fe−Nx and Co−Nx moieties can be
stabilized, resulting in enhanced activity. The indicators of the
presence of heterometallic species can be sometimes observed
in the EXAFS data,547 although they are hard to discriminate
from metal−metal contributions due to the formation of larger
metallic clusters.
6.3. Oxygen Evolution Reaction

6.3.1. Introduction. The oxygen evolution reaction is at
the heart and is often the limiting step of promising enabling
technologies such as the electrochemical water splitting for
hydrogen production, rechargeable metal-air batteries and
reversible fuel cells that can resurge the fuel through
electrocatalysis.549,550 The electrochemical formation of
molecular oxygen is a sluggish 4-electron process which
requires an efficient electrocatalyst. Importantly, OER is
strongly pH-dependent, and therefore, it proceeds differently
in alkaline and acidic electrolytes, and different catalysts may
be needed for the different conditions.18,549,551

Similarly as with other electrochemical reactions, the
catalytic activity of a material for OER is determined by a
balance between the adsorption strengths for oxygen and those
of the reaction intermediates.552 The most active catalysts
which are currently used for OER are Ru- and Ir-based
materials. However, these noble metal-based catalysts are
expensive, and may suffer from dissolution problems at high
overpotentials.549 Therefore, alternatives are actively sought. In

Figure 38. (a) Effective thicknesses of the oxide layers on Ir (blue) and Ru (red) thin films, estimated from a linear combination fitting of operando
Ir L3-edge and Ru K-edge XANES data. Representative spectra are shown in the insets. The data are reproduced with permission from ref 556.
Copyright 2014 American Chemical Society. (b) Potential-dependent Ir−O interatomic distances, as obtained from the fitting of operando EXAFS
data at the Ir L3-edge for bulk-like IrOx catalyst (IrO2-30) NPs and for dispersed catalysts with NP size ∼1.7 nm (IrO2-150). The number in the
sample names refers to an approximate surface area of the catalyst (30 m2/g and 150 m2/g). Reproduced with permission from ref 564. Copyright
2016 American Chemical Society. (c) Experimentally acquired O K-edge XAS spectra for rutile-type IrO2 and amorphous IrOx catalysts, as well as
ab initio calculated spectra for OII‑ species in IrO2, and a spectrum obtained as a linear combination of ab initio spectra for OII‑ and OI‑ species
(with weights 60% and 40%, correspondingly). Reproduced with permission from ref 571 published by the PCCP Owner Societies.
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particular, in alkaline media, transition metal-based oxides,
hydroxides, and oxyhydroxides were shown to be promising
and highly tunable catalysts, demonstrating activity comparable
to that of traditional noble metal-based catalysts.549,553−555

Moreover, nonoxide materials (phosphides, phosphates,
chalcogenides, nitrides) have also been proposed as possible
candidates for OER due to their better electrical conductivity,
which often impairs applications of oxide-based catalysts.551

In many of these cases, the actual active species and the
working mechanism of the catalysts remain actively debated.
This is in part due to the coexistence of disordered species with
different oxidation state and local environment, and because of
the significant transformations of the materials electronic and
atomistic structure that take place under reaction conditions.
In fact, the most active OER catalysts are often those that are
the least stable under reaction conditions.19,556,557 Operando
XAS studies can provide insight into the local changes around
metal centers in the catalysts that can be used to gain
mechanistic understanding of the OER process.18,19

6.3.2. Stability and Activity of Noble Metal-Based
Catalysts. Ru- and Ir-based catalysts are the most common
OER catalysts, especially in acidic media.549,558 The activity of
metallic Ru and Ir is higher than that of the respective oxides,
but they show low stability under reaction conditions and
therefore, oxide materials are typically used instead. More
importantly, RuO2 with a rutile-type structure is more active,
but less stable than IrO2 with the same structure. It should be
noted that the dissolution of the catalyst has been previously
associated with its oxidation to a higher oxidation state
(>4+).549,551

The relationship between the catalyst activity and stability
was explored by Danilovic et al. for thin metallic Ru and Ir
films deposited by magnetron sputtering on glassy carbon
substrate.556 By using linear combination analysis of Ru K-edge
and Ir L3-edge XANES data collected under an applied
potential they demonstrated that the oxidation of Ru is faster
at the same potential (Figure 38a). Moreover, the appearance
of signatures of high oxidation states (>4+) in the XANES
spectra was found to coincide with both the onset of OER
activity and also the dissolution of the deposited metals.556

The discussion of the link between stability and activity was
further extended to SrRuOX single crystal thin films with
different orientation,559,560 as well as sputtered Ru−Ir alloy
films with different compositions and annealing pretreat-
ments.561 In all examples, the formation of Ru and Ir species
with a high oxidation state was extracted from the Ir L3-edge
and Ru K-edge XANES data, and an inverse correlation
between catalyst activity and stability was established. Analysis
of spectral features at Ru L3,2 edges can also be instrumental
for tracking the changes in the oxidation state of Ru.562

Catalyst−support interactions can also be used to control
the stability of the catalysts, as demonstrated by Oh et al.563 In
their work, the oxidation state of Ir NPs supported on
antimony-doped tin oxide (ATO) after electrochemical
oxidation was monitored by XAS. The observed shift of the
Ir L3-edge XANES features to lower energy values and lower
area under the Ir L3-edge WL for the ATO-supported catalyst
with respect to that for carbon-supported suggested a different
oxidation state of Ir in these two cases, namely ∼+ 3.3 and +4,
correspondingly. The lower oxidation state of Ir in the ATO-
supported catalyst was confirmed also by EXAFS analysis,
which yielded a larger Ir−O interatomic distance. Note that an
Ir−O bond length of ∼2.20 Å is expected for Ir3+ oxides, while

for IrO2 the corresponding interatomic distance is 1.98
Å.564,565 While no significant difference in OER activity was
observed for the catalysts considered, ATO-supported Ir
showed higher stability toward corrosive dissolution, which
was attributed to particle-support interactions contributing to
sustain a lower oxidation state of Ir.563 The evolution of the
oxidation state of Ir-based catalysts under OER conditions was
demonstrated by Minguzzi et al. by using in situ time-resolved
X-ray absorption measurements at a fixed energy, where the
largest difference between the XAS spectra of Ir species in
different oxidation state is expected.566 Alternatively, energy-
dispersive XAS can be used,567 where subsecond time
resolution was achieved while collecting operando Ir L3-ege
data for IrOx catalysts.
In addition to stability, another issue hindering the

application of the former noble metal-based catalysts is their
high costs. A study of Abbott et al. on IrOx NPs confirmed that
with reducing particle size (i.e., increasing active surface area),
an increase in the OER activity is observed. Nevertheless, the
decrease in the NP size had also a concomitant detrimental
effect on catalyst stability. XAS measurements at the Ir L3-edge
revealed that Ir was in a lower oxidation state (closer to 3+) in
the smaller IrOx NPs (ca. 1.7 nm) as compared to the bulk-like
catalyst. This difference (and also the enhanced activity for
smaller NPs) was attributed to surface-effects and in particular,
to the formation of hydroxo- species at the particle surface.
Under reaction conditions, the small IrOx NPs were reversibly
oxidized to the 4+ state, as suggested by the shift of the
absorption edge to higher energy values and a reduction in the
Ir−O interatomic distance (Figure 38b).564 Similar trends
were observed in an operando XAS study of 1−2 nm large IrOx
NPs deposited on TiO2.

568 However, in this case, the oxidation
of the IrOx NPs under OER was irreversible, and this catalyst
was more stable than the unsupported IrOx NPs described
above.564

Another approach to reduce the catalyst costs is the
synthesis of core−shell NPs with the shell made of a noble
metal and the core consisting of an earth-abundant materials.
Tackett et al. proposed NPs with an Ir shell and a core
consisting of Fe4N. Because of the inability of iridium to form
nitrides, Ir segregates to surface and a stable catalyst structure
is expected. Operando XAS studies at the Ir L3-edge and Fe K-
edge confirmed that the nitride core remained stable under
OER conditions, while Ir−Fe bonding was confined only to
NP surface.569 Alternatively, the catalysts price can be reduced
by dispersing the IrOx catalyst in a low-cost matrix, for
example, the IrOx-SnO2−Ta2O5 catalyst.570 Here ex situ
EXAFS data collected at Ir L3-edge showed that the majority
of the Ir species in the resulting catalyst are in a highly
distorted environment, consistent with the structure of rutile-
type SnO2, suggesting Ir-doped SnO2 as an important active
site in this material.570

Highly complementary information about noble metal-based
OER catalysts can be extracted from O K-edge XAS data. By
comparing spectra for rutile-type IrO2, and those for more
catalytically active amorphous and Ir-deficient IrOx samples,
substantial differences were observed by Pfeifer et al. (Figure
38c).571,572 By employing ab initio simulations of XAS spectra,
the additional feature at 529 eV was identified as originating
from holes in O 2p-states resulting in formally a 1- oxidation
state for the oxygen species. These species are believed to be
highly active and directly involved in the formation of O−O
bonds during OER. In a follow-up work, authors reported the
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formation of these species (and corresponding feature in the O
K-edge XAS) also under an applied potential at the Ir
electrode.573 An alternative interpretation was, however,
proposed by Frati et al., who suggested that the observed
changes in the O K-edge XANES can be rather attributed to
the formation of Ir5+ species in the presence of Ir vacancies.83

Ref 19 and the studies cited therein include additional
examples of operando XAS studies of Ir-based catalysts.
6.3.3. Active Species in Transition Metal Oxides and

(Oxy)hydroxides. Remarkable activity for OER was observed
in transition metal-based oxides, hydroxides, and related
materials. Moreover, the different oxidation states of the
metal encountered in these materials (often coexisting within
the same structure), and a multitude of possible different
structures, phases, and structural motifs provide enormous
possibilities to tune the properties of these catalysts.549,551 Ni-
and Co-based oxide materials are considered to be the most
active for OER due to their optimal binding to oxygen species
and reaction intermediates.551 Because of their applicability for
OER in neutral pH-conditions, Co-based materials are
particularly attractive.574

Ordered pristine bulk Co oxides are believed to be inactive
for OER, and the observed catalytic activity is commonly
associated with the presence of defects, undercoordinated sites,
and amorphous phases.549 Good electrocatalytic performance
requires also a good electrical conductivity, which may be
insufficient in some bulk oxides. Therefore, different routes
have been proposed to prepare efficient Co-based catalysts.
Among recent examples, one can mention the formation of
Co3O4-graphene composites575 and Co3O4 nanocrystals
supported on carbon nanotubes,576 the activation of Co-
species in metal−organic frameworks by plasma treat-
ment,577,578 and the preparation of amorphous CoOx clusters
from biopolymers.579 Nevertheless, the disordered nature of
the active catalysts in all of these examples limits the
applicability of many experimental tools, such as X-ray
diffraction. At the same time, Co K-edge XAS data provided
useful insight into the structures of the as-prepared catalysts

and confirmed the disordered structures of the Co−O
structural motifs. However, significant structural changes in
these catalysts are expected under working conditions, and,
thus, operando measurements are essential.549 An alternative,
often used in the studies of OER catalysts, are quasi in situ
measurements, that is, so-called freeze-quench approach where
the catalyst is rapidly frozen under applied potential by
immersing it in liquid nitrogen to preserve its state, and then
disconnected from the electrodes. As shown in Figure 39a, at
least for some material systems such an approach was
demonstrated to yield similar results as the in situ/operando
measurements but allows the collection of EXAFS data of
better quality.580 Both operando and quasi in situ XAS
measurements have been instrumental for probing the active
state of Co-based OER catalysts.
Distinguishing between different cobalt oxide structures by

EXAFS analysis is often a challenging task. Because the
difference in the number and lengths of Co−O bonds in the
first coordination shell for different oxide phases is low, such an
analysis often relies on the interpretation of contributions of
further coordination shells, which, as discussed in Section 5.6,
can be problematic. Interpretation of EXAFS data becomes
especially challenging in a situation common in OER studies,
where different disordered oxide phases coexist within the
catalyst. Therefore, caution, is needed when a particular feature
of the EXAFS spectrum (or a small change in this feature) is
attributed to the development of a specific structural motif, and
some of the published studies may suffer from the data
overinterpretation.
Nevertheless, results of numerous EXAFS experiments for

different Co-based oxides point to the same general trend,
namely, the formation of CoOOH species consisting of edge-
sharing CoO6 structural units under reaction conditions (high
pH or high anodic potential), which are believed to be the
active phase for OER.549,551 The fingerprints of these structural
motifs in EXAFS spectra collected under OER conditions,
namely, the characteristic interatomic distances and shapes of
the main peaks in FT-EXAFS spectra are shown in Figure 39b

Figure 39. (a−c) In situ XAS results obtained at different pHs as well as results of freeze-quench measurements at pH = 7. (a) Changes in the Co
K-edge XAS for amorphous CoOx catalysts. Potential-dependent changes in the Co K-edge position and corresponding estimated Co oxidation
state are shown. (b) Evolution of the Co−O interatomic distance under applied potential as obtained from the fitting of Co K-edge EXAFS data
collected with the freeze-quench approach at pH = 7. (c) Potential dependent changes in in situ Co K-edge EXAFS spectra acquired at pH = 9.
Republished from ref 580 with permission of Royal Society of Chemistry; permission conveyed through Copyright Clearance Center, Inc. (d, e)
Evolution of the O K-edge XAS spectra for four model catalysts. The spectra collected before and after OER conditioning are shown in panels d
and e, respectively. Shaded regions in panel e highlight the XANES features at 530.5 and 531.5 eV. Corresponding structure models of the as-
prepared catalysts are shown in panel f. Reprinted by permission from Springer Nature, ref 574 (2018).
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and c. The importance of such structures for OER catalysis has
been demonstrated in a number of in situ and quasi in situ
studies of phosphate-derived amorphous cobalt oxide catalysts
(Co-Pi),580−582 Co-based perovskites,583 oxychloride-derived
Co oxide catalysts,584 CoOx NPs,

585 Co3O4/CoO core−shell
structures,586 and pure Co3O4 spinel structures.244,587 The
latter case seems to be special because of the thermodynamic
stability of the spinel structure. More importantly, by
employing the freeze-quench XAS approach in combination
with in situ X-ray diffraction, Bergmann et al.244 showed that
the transformation of Co3O4 to a CoOOH-like amorphous
structure under OER conditions is reversible and that the
spinel structure is recovered after reaction.244 In a follow-up
study from the same group,574 by comparing the in situ
transformations under OER conditions in four well-defined
model catalysts (Co3O4 with spinel structure, CoO with
rocksalt (rs-CoO) and wurtzite-type (w-CoO) structure, as
well as CoOOH with low crystallinity574), the formation of a
surface CoOx(OH)y layer was observed in all cases. However,
unlike the case of Co3O4, the structural changes in other model
compounds were irreversible, and were especially pronounced
in w-CoO. Considering the aforementioned ambiguity of the
interpretation of distant coordination shell contributions to the
Co K-edge EXAFS spectra, a useful complementary
information can be extracted from O K-edge analysis. Here,
the differences in the oxide structures result in significantly
different spectral features (Figure 39d−f). Moreover, by
collecting O K-edge data in the total electron yield mode,
surface specific information about operando catalyst trans-
formations can be obtained. For example, significant changes in
the O K-edge XAS spectra for the Co3O4, rs-CoO, w-CoO, and
CoOOH model catalysts were observed after OER condition-
ing. By using ab initio XAS simulations, the dominant feature
visible in the spectra for all catalysts under reaction conditions
at 530.5 eV, Figure 39e, was attributed to 3- or 4-coordinated
O species characteristic for octahedral structural units. A
second feature at ∼531.5 eV was attributed to 2-fold

coordinated bridging oxygen species at the edges and corners
of CoOx(OH)y domains, which were found to be important for
fast OER processes.9,574

The structural transformation of cobalt oxides under OER
conditions is accompanied by an increase in Co oxidation
state, which results in a potential- and pH-dependent shift of
the Co K-edge XANES features (Figure 39a).580−582 Under
OER conditions, the oxidation state of Co within the
catalytically active CoOOH units is believed to be close to
3+,580−582,588 although reports showing oxidation state >3+
also exist.582 However, the definition of the absorption edge
position is ambiguous, and changes in materials structure can
also result in the shift of the absorption edge position. For
example, according to eq 15, a decrease of the interatomic
distances will also result in a positive shift of the XANES
features. Moreover, since the increase of the oxidation state is
often accompanied by a reduction of the interatomic distances,
Figure 39b, it might be hard to disentangle both contributions
simply based on a comparison with reference compounds.
Therefore, accurate quantitative determination of the Co
oxidation state from Co K-edge XANES is challenging,
especially if the increase in the oxidation state is paralleled
by significant structural changes. In such cases, the observed
spectra may not be directly fitted with a linear combination of
reference spectra for standard compounds with well-defined
oxidation states. Friebel et al. proposed the analysis of pre-edge
features at the Co K-edge as a more robust tool to monitor the
Co oxidation state.384 By employing advanced RIXS spectros-
copy, significant differences in the RIXS spectra for reference
materials with different oxidation states were observed (Figure
40a,b). The RIXS spectrum for electrodeposited CoOx catalyst
under OER conditions, Figure 40c, exhibited similarity with
that of CoOOH. However, the broad feature observed in the
CoOOH spectrum at an excitation energy ∼7713 eV,
attributed to the nonlocal transitions to 3d states, was less
pronounced in the spectrum of the CoOx catalyst. Moreover,
potential-dependent changes in the pre-edge in HERFD-XAS

Figure 40. RIXS spectra of the 1s to 3d transition for (a) CoO, (b) CoOOH, and (c) CoOx catalyst under OER conditions at 1.59 V (RHE).
(d−f) Experimental HERFD XAS pre-edge features acquired at the potentials indicated and (g) for CoOOH reference, and their fits with three
pseudo-Voight profiles. Reproduced from ref 384 with permission of Royal Society of Chemistry; permission conveyed through Copyright
Clearance Center, Inc.
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were observed (Figure 40d−f). These changes were explained
by a gradual increase in the intensity of an additional feature in
the Co K-edge XAS that is not observed in the CoOOH
spectrum (Figure 40g). The latter, based on DFT simulations,
was attributed to a contribution of Co4+ species. Interestingly,
the presence of Co4+ species was concluded to be rather
detrimental for OER activity.384

Other transition metal oxides have also been investigated for
applications in OER, and edge-sharing metal−oxygen octahe-
dra are believed to be the key structural motifs in many of
them.589 For example, Mn-based oxides attract attention
because of their potential for applications in acidic media,
low toxicity, and the very large diversity of possible structure
models.549,590 For instance, the effect of the MnOx catalyst
synthesis route on its structure and OER performance was
explored.589 By comparing Mn K-edge EXAFS spectra, a
significant difference in the contributions of distant coordina-
tion shells was observed for catalysts prepared by a chemical
synproportionation method (i.e., from a solution containing
Mn precursors in 2+ and 7+ oxidation states)591 versus an
impregnation-based synthesis (from Mn2+ precursors), Figure
41a, despite the fact that the resulting Mn oxidation state was
similar in both catalysts (ca. 3.5, according to XANES
analysis). Moreover, the EXAFS signal of the catalyst prepared
by the former method was dominated by fingerprints of edge-
sharing octahedral structural motifs, while for the catalysts
prepared by impregnation, a significant number of corner-
sharing octahedral units was suggested (Figure 41b).
Interestingly, a higher intrinsic OER activity was observed
for the catalysts prepared via the synproportionation method
containing predominantly edge-sharing octahedra. Under

reaction conditions, the Mn average oxidation state increased
up to ∼4, paralleled by a decrease of the Mn−O interatomic
distances. However, no significant changes in the catalyst
structure were observed. Recently, the presence of edge-
sharing MnO6 structural units was detected by EXAFS analysis
also in the study of OER-active mesoporous MnO2 prepared
by thermal treatment on manganese carbonate,592 and in
MnOx catalysts prepared by a spray process.593

In all of these cases, a prominent role for ensuring high OER
activity was attributed to Mn3+ species, with MnO2 oxide
considered catalytically inactive.594 Unfortunately, Mn3+

species are thermodynamically unstable under reaction
conditions. Recently, Chan et al. have demonstrated that
Mn3+ can be introduced into MnO2 films and be kinetically
stabilized within tetrahedral sites through a synproportionation
reaction between MnO2 and Mn(OH)2.

590 In their work, a
MnO2 film was electrodeposited, and Mn3+ species were
introduced by alternating the potential between 1.1 and −0.4
V (NHE) in the presence of Mn2+ and NO3

− ions in the
electrolyte. Changes in the Mn K-edge position confirmed the
incorporation of Mn3+ species, Figure 41c, while a gradual
decrease of the Mn−O coordination number (from the
original value of 6, Figure 41d), suggested that Mn is
incorporated in tetrahedrally coordinated sites, forming a
spinel-like structure.590 The oxidation state of Mn can also be
controlled by introducing another metal. For example, it was
demonstrated that having Au NPs in the MnOx films increases
the Mn oxidation state in the as-prepared state as well as under
OER conditions and promotes the OER activity.595 More
common are OER catalysts where a transition metal is
combined with another 3d metal, resulting in unique structural

Figure 41. (a, b) Effect of the synthesis parameters on the structure of MnOx catalysts for OER. (a) Mn K-edge EXAFS and XANES (inset) after
deposition on the electrode (thick lines) and after 3 min at 1.76 V in 0.1 M K2HPO4 and 0.1 M KH2PO4 mixture for samples prepared via the
synproportionation method (black lines) and impregnation-based synthesis (red lines). The former results in a structure dominated by edge-
sharing octahedra, as in δ-MnO2, while the latter leads to corner-sharing structure units as in β-MnO2 and γ-MnO2, as shown in panel b.
Reproduced from ref 589 with permission of Royal Society of Chemistry; permission conveyed through Copyright Clearance Center, Inc. (c, d)
Activation of δ-MnO2 films by incorporation of Mn3+ species. (c) In situ Mn K-edge XANES after applying a sequence of potential pulses between
1.1 and −0.4 V (NHE). The inset shows the edge position after a sequence of pulses terminated at an anodic (“A”) or a cathodic (“C”) potential.
(d) Changes in Mn−O (red) and Mn−Mn (blue) coordination numbers, as extracted from EXAFS data fitting signifying the transition from a δ-
MnO2-like structure to a spinel-like α-Mn3O4 phase (structure models are shown in the insets in panel c). Adapted with permission from ref 590.
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motifs. Examples of such catalysts are discussed in the next
subsection.
6.3.4. Mixed Metal Oxide Catalysts. Adding a second

metal in the transition metal-based OER catalyst can improve
significantly its catalytic properties. In particular, bimetallic
oxides have attracted significant attention by outperforming
the corresponding monometallic counterparts.549,551 Among
others, Ni−Fe oxide electrocatalysts are considered very
promising catalysts for OER in alkaline conditions. While the
performance of pure iron oxides for OER is poor (in part,
because of their low electrical conductivity),551,552,596 the
addition of iron to nickel oxides results in one of the most
active catalysts among all nonprecious metal systems.550

However, the nature of the actual active species in these
catalysts remains controversial.550,596

This controversy, and insights from operando XAS to
address it, are discussed in a great detail in the recent review by
Zhu et al.597 The problems related to the determination of the
active sites in NiFe is discussed also in the recent reviews by
Dionigi et al.,598 Gong et al.,550 Bandal et al.,596 as well as
featured in other excellent recent publications.8,18,19,552,553 To
avoid redundancy, we refer the reader to these reviews and the
references therein. Briefly, the operando XAS studies carried
out during the last decades have emphasized the role played by
Ni-species, in particular, that of different phases of
NiOOH.245,599,600 The active role of Fe substitutions in
NiOOH for tuning the oxidation state of Ni251,601,602 as well as
the response (further oxidation) of Fe species themselves
under OER conditions were also discussed.318,600,603−605

The problem in obtaining conclusive answers from XAS
studies of this class of materials stems, in part, from the

coexistence of different structural motifs within the catalyst,
and the fact that only a fraction of the metal sites that
contribute to the measured spectrum might contribute and in
fact determine the catalytic activity. In this situation, a
combination of in situ XAS with other techniques is very
helpful. For example, very recently, the input from electro-
chemical measurements, operando wide-angle X-ray scattering
(WAXS) and DFT simulations was used to interpret the
changes in the operando Ni K-edge EXAFS data, namely, the
decrease in the amplitude of the main FT-EXAFS peaks and
the contraction of interatomic distances under applied
potential (Figure 42a,b). The observed changes under OER
conditions were attributed to a partial transformation from the
α-Ni(OH)2-like structure with intercalated water molecules
and ions between the Ni(OH)2 layers to a γ-NiOOH-like
phase. However, the transformation was not complete, and a
contribution of the α-Ni(OH)2 phase was still present in
WAXS data collected under OER conditions.600 The need for
complementary approaches that are sensitive to structural
transformations on different length scales is expected to be
even more pressing in the future due increased morphological,
structural, and chemical complexity of the new OER catalysts
that are being developed. This includes Fe−Ni catalysts such
as nanotubes606 and nanotube arrays,607 supported NiFe
clusters,608 ultrathin films,609 NiFe Prussian blue analogues,610

hybrid catalysts combining Au single atoms with NiFe double
hydroxide supports611 and others.
Relatively less studied remain other multimetallic oxide

catalysts for OER. Ni−Co and Fe−Ni−Co catalysts have
attracted attention because of their high electrical conductivity
and OER activity that surpassed that of pure Co oxides.549 The

Figure 42. (a) Response of Ni−Fe oxide catalysts to OER conditions: changes in Ni K-edge EXAFS, signifying a partial transformation from the α-
Ni(OH)2-like phase to Fe-doped γ-NiOOH. Reproduced from ref 600 under Creative Commons Attribution 4.0 International License: https://
creativecommons.org/licenses/by/4.0/. The corresponding structure model of the active catalyst phase is shown in panel b. Reproduced with
permission from ref 245. Copyright 2015 American Chemical Society. (c, d) Effect of Co and Fe on the Ni oxidation state in Fe−Ni−Co oxide
catalysts. (c) In situ XANES data collected at the Ni K-edge under OER conditions and (d) corresponding shifts of Ni K-edge as a function of the
applied potential. Reproduced with permission from ref 601. Copyright 2016 American Chemical Society.
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main role in their activity, is, however, played by Ni and Fe
species, with Co species contributing indirectly by tuning the
oxidation state and the local structure around the active sites.
The passive role of Co species was suggested in several in situ
XAFS studies revealing that while Ni species respond to the
applied potential and get oxidized forming a NiOOH-like
phase, none or only minor changes are visible in the local
structure or oxidation state of Co.601,612 At the same time, as
demonstrated by Bates et al., the introduction of Co lowered
the potential at which Ni oxidation occurred, Figure 42c and
d,601 and resulted also in a shortening of the Ni−O (as well as
Fe−O in Ni−Fe−Co catalyst) bonds. In this study, among the
catalysts compared, the highest OER activity was observed for
the Fe−Ni−Co system, suggesting that while the presence of
Co modifies the electronic state and local structure around Ni,
and may induce the strain in the structure, the Fe species are
the key to ensure the activity in this trimetallic catalyst.
Co−Fe oxides have been also proposed in several studies.

However, the role of Fe and whether it really improves the
catalytic properties of cobalt oxides remain under discus-
sion.596 The majority of the existing studies on Co−Fe systems
highlight the role of edge-sharing CoO6 octahedra, similarly as
in pure CoOx catalysts. For example, ex situ EXAFS analysis
revealed a disordered arrangement of metal-O6 octahedra as
the main structural motif in acid-etched layered double Co−Fe
hydroxides.613 Amorphization and the formation of edge-
sharing CoO6 units under OER conditions were observed also
in Ca2FeCoO5 perovskite-type catalysts.614 Good agreement
between Co K-edge XANES and EXAFS, and those for a
CoOOH reference was observed also in the study of Pb−Co−
Fe catalysts.615

At the same time, several studies emphasized the role of Fe
species in Co−Fe oxide catalysts, reporting that CoOOH-like
structural motifs were only needed to ensure sufficient
electrical conductivity. An operando XAFS study comparing
several electrodeposited CoOx, FeOx, and CoFeOx catalysts
revealed that despite the clear differences observed in the
catalytic activity, the Co K-edge XAFS spectra for materials
with and without Fe were almost identical. At the same time,
the Fe−O coordination number showed a correlation with the
catalyst activity, with catalysts with a lower Fe−O CN
exhibiting higher activity, suggesting the importance of
undercoordinated Fe-based structural motifs for the catalyst
working mechanism.616 Moreover, the further oxidation of
Fe3+ species to a higher oxidation state was described, implying
a high electrochemical activity of these sites.617,618

However, several recent studies emphasized the importance
of the synergy between Co and Fe species in ensuring high
OER activity of the Co−Fe catalysts. EXAFS measurements for
CoOOH nanosheets arrays suggested the incorporation of Fe-
species within the CoOOH material,619 and systematic
changes in the Fe K-edge EXAFS spectra with increasing Co
to Fe ratio in layered double hydroxide catalysts were
observed, suggesting a strong interaction between the Fe and
Co species.555 A recent study also demonstrated that similar
structural transformations take place in Co−Fe layered double
hydroxide catalysts under OER conditions as in Ni−Fe
catalysts, and DFT simulations revealed that Co−O−Fe
centers in Co−Fe catalysts provide similar stabilization of
OER intermediates as Ni−O−Fe centers in the Ni−Fe
catalysts.600 For Co−Fe catalysts with spinel-like structure,
Smith et al. proposed an interesting model with multiple active
sites, where the incorporation of Fe played a dual role.620 First,

in the as-prepared samples the addition of Fe affected the
oxidation state of Co, with the average oxidation state of the
Co species being reduced (becoming closer to 2+) with
increasing Fe concentration. Under OER conditions, the Co2+

species became oxidized, forming edge-sharing Co3+O6
structural units that are active for OER. At the same time,
this catalyst was also shown to feature a second type of active
site, where Fe played a more direct role, namely, edge-sharing
Fe3+O6−Co3+O6 octahedra.

620

Overall, the addition of a secondary metal in spinel-like
Co3O4 is a common route to tune the catalyst properties. As
discussed in Section 5.6, in pure Co3O4, the tetrahedral sites
are occupied by Co2+ species, while the octahedral sites are
occupied by Co3+. However, this can be controlled by the
addition of another metal such as Fe in the example above, Zn
or Al. Oxidation states of Zn and Al are 2+ and 3+,
respectively, and they are expected to replace Co species with
the corresponding oxidation state. As a result, the addition of
these OER-inactive metals results in an increased (in the case
of Zn) and decreased (in the case of Al) average oxidation
state of Co, as confirmed by XANES measurements.332

Moreover, EXAFS analysis revealed that the spinel structure
is preserved upon such a substitution, with Zn and Al
displacing Co from tetrahedral and octahedral sites,
respectively. This allows one to identify the more catalytically
relevant site. Indeed, by performing operando XAS measure-
ments, no changes at the Co K-edge in ZnCo2O4 were
observed, while Co in CoAl2O4 was oxidized under OER
conditions, suggesting the formation of the catalytically active
CoOOH phase and highlighting the importance of tetrahe-
drally coordinated Co2+ species,332 in accordance with the
results for the Fe−Co spinel from ref 620. Interestingly, a
previous study of ZnCo2O4 catalysts yielded somewhat
conflicting results.330 While in this case XANES and EXAFS
analysis confirmed similar well-ordered normal spinel
structure, and no changes in the Co and Zn oxidation states
were observed under OER conditions, higher OER activity was
observed for ZnCo2O4 than for Co3O4.

330 The enhanced
activity in the bimetallic catalyst was partially attributed to the
leaching of the Zn species, which resulted in a structure with a
high number of vacancies, facilitating the formation of the
active CoOOH phase at the catalyst surface.330 The role of Zn
in ensuring a defect-rich structure favorable for OER was
observed also in the study of Co−Zn oxyhydroxides,621 where
it was also found that the presence of Zn facilitates the
stabilization of higher oxidation states of Co, as follows from
the systematic shifts in the Co K-edge XANES data with
increasing Zn doping.621

6.3.5. Non-oxide Catalysts for OER. In addition to
transition metal oxides, phosphides, nitrides, chalcogenides and
borides have also been proposed as promising catalysts for
OER. The advantage of these systems is their significantly
higher electrical conductivity. At the same time, due to the fact
that these materials are thermodynamically less stable under
OER conditions than the respective oxides, they might get
oxidized under reaction conditions, and consequently, the
actual active species might be again the oxides, hydroxides and
oxyhydroxides formed on their surface.551,596,622 XAS data
available for these materials confirm this hypothesis. For
example, a pronounced metal−P contribution was observed in
the EXAFS spectra for the as-prepared highly conductive
amorphous NiFeP,623 Fe−Co−P,624 and porous Fe−Co−P
nanobox catalysts.625 However, after their exposure to OER
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conditions, the formation of oxide and hydroxide species was
observed, as evidenced by shifts in the respective absorption
edges and the appearance of metal−oxygen contributions in
the EXAFS spectra.624,625 Similarly, the oxidation of the Co
species and the formation of a CoOOH-like surface layer after
exposure to reaction conditions were observed via XAS in
another promising catalyst for OER, namely Co4N nano-
wires.626

Good catalytic activity was demonstrated by Masa et al. also
for cobalt-627 and nickel borides.554 In the cobalt boride
sample, the Co K-edge EXAFS data of the as-prepared sample
were dominated by metallic Co, with a relatively weak
contribution of Co−B bonds.627 However, the expanded
interatomic distances detected confirmed the presence of the
boride. Nevertheless, CoOx species were detected by XPS on
the catalyst surface after OER. However, since these measure-
ments were done ex situ, reoxidation of the catalyst could not
be excluded. For the Ni boride system, the contribution of
metal-B bonds could be significantly enhanced with increasing
annealing temperature, Figure 43a,554 with the optimal OER
activity observed for the NixB sample heated at 300 °C.
Operando XAS measurements for this sample carried out at 1.7
V revealed that the oxidation state of Ni increases from ∼2+ to
∼3+. In addition, the contribution of Ni−B to the EXAFS
spectra was not affected by the exposure to the reaction
conditions, while the contribution of the oxide phase changed
(the corresponding Ni−O and Ni−Ni CNs were reduced),
suggesting structural transformations involving an increase in
the disorder and transformation of the original Ni(OH)2-like
phase to the active NiOOH (Figure 43b,c).554

6.3.6. Catalysts for Bifunctional Oxygen Electro-
catalysis. For practical applications (for example, in
rechargeable metal−air batteries), the design of a bifunctional
catalyst which enables both OER and ORR reactions has
attracted attention. One promising material is manganese
oxide, which exhibits a large number of different phases, and
allows one to tune its properties to find a balance between the
requirements for OER and ORR processes.18,110,518 Using in
situ XAS at the Mn K-edge, Gorlin et al. investigated

electrodeposited MnOx catalyst and demonstrated that Mn is
present in different oxidation states and within different
structures under ORR and OER regimes (at 0.7 and 1.8 V vs
RHE, respectively). Under ORR conditions, the absorption
edge of Mn could be well aligned with that of Mn3O4, and the
corresponding EXAFS spectra featured fingerprints of the
spinel-like structure. Under OER conditions, the oxidation
state of Mn was increased, and both XANES and EXAFS
features resembled those for birnessite, a mixed oxide
containing Mn3+ and Mn4+ species, see Figure 44a.518 In a
related study, Gul et al. used in situ XAS and XES to investigate
the structural and chemical transformations of MnNiOx. The
presence of Ni resulted in an increased oxidation state for Mn,
and the birnessite-like structure and the +3/+4 valence for Mn
species was already observed at ORR conditions, while under
OER potentials the oxidation of Mn to the 4+ state and the
formation of a MnO2-like phase was observed in Mn K-edge
XANES and EXAFS, respectively. Analysis of the Ni K-edge
position suggested an average oxidation state between +2 and
+3 under ORR conditions, and ∼+ 3.7 under OER conditions.
The corresponding local structure around Ni probed by
EXAFS revealed transformations similar to the transition
between Ni(OH)2 and γ-NiOOH.110

The incorporation of another metal to control the catalyst
oxidation state is exploited also in another class of bifunctional
catalysts such as complex perovskites. Jung et al. investigated
nanostructured Lax(Ba0.5Sr0.5)1−xCo0.8Fe0.2O3‑d materials and
used EXAFS to study the effect of the calcination temperature
on its structure, demonstrating that no significant structure
degradation takes place after 100 charging/discharging
cycles.628 One can note here that the element-specificity of
the XAS method is of great advantage for studies of such
complex multielement systems.
Nevertheless, perovskite-based catalysts, have a relatively low

ORR activity. An alternative class of materials that do not
suffer from this limitation, but still preserve the high tunability
of their properties are pyrochlore materials.629 Park et al.
investigated crystalline Pb2Ru2O6.5 pyrochlore NPs, which
exhibited metallic conductivity and good activity and stability

Figure 43. (a) Annealing effect on the Ni K-edge EXAFS spectra of NixB catalysts: results from an as-prepared sample are compared with those for
samples annealed in Ar at 300 °C (NixB-300) and 1000 °C (NixB-1000). Operando Ni K-edge (b) EXAFS and (c) XANES spectra for the NixB-300
catalyst collected under OER conditions after conditioning (10 CVs) and at different applied potentials. Adapted with permission from ref 554.
Copyright 2017 WILEY-VCH Verlag GmbH and Co. KGaA, Weinheim.
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both under ORR and OER conditions.629 By comparing
XANES data collected at the Ru K-edge and O K-edge of the
Pb2Ru2O6.5 catalysts, and of a much less catalytically active
Sm2Ru2O7, a stronger hybridization of the oxygen 2p orbitals
and the Ru 4d states was detected in the more active catalyst,
which was attributed to the higher covalency of the Ru−O
bonds. Furthermore, shorter bonds (hence, higher oxidation
state of Ru) were observed for the as-prepared Pb2Ru2O6.5.
However, no significant changes in the bond length were
observed under reaction conditions, suggesting the high
stability of the pyrochlore catalysts.629

Materials based on metalorganic frameworks were also
considered as promising candidates for bifunctional oxygen
electrocatalysis. The control of the catalyst properties can be
ensured in this case through tuning the lattice strain. Recently,
Cheng et al. investigated NiFe MOFs where the strain was
controlled via UV irradiation for different amounts of time,
which resulted in an expansion of the organic interlayers.115

Using EXAFS, the octahedral local environment of the Ni
species was established, with Ni−O interatomic distances

systematically changing with the induced strain. Moreover,
positive shifts of the Ni K-edge XANES were observed with
increasing strain, suggesting a charge transfer from Ni to
neighboring O species. The Ni L3,2-edge spectra, in turn,
showed the white line with intensity gradually increasing upon
induced strain. Both observations suggest a shift of the d-states
energy, and an increasing number of d-state holes in Ni with
increasing strain (Figure 44b). The changes in the Ni
electronic structure were found to affect the interaction of
Ni with the reaction intermediates, leading to an improvement
in the catalytic activity for both, ORR and OER (Figure 44c,d).
Under operando OER and ORR conditions, significant changes
in the Ni L3-edge XAS were observed, Figure 44e and f, which
with the aid of theoretical simulations were interpreted as
fingerprints of the catalytically relevant Ni4+ species.115

6.4. Other Electrochemical Reactions

In addition to CO2RR, ORR and OER, catalysts for other
electrochemical reactions have also been actively studied by
XAS. For example, operando XAS studies have been carried out
on catalysts used in the reactions taking place at the fuel cell

Figure 44. (a) Comparison of Mn K-edge XANES for as-prepared MnOx catalyst and those for the catalyst under ORR and OER conditions, at 0.7
and 1.8 V (vs RHE) applied potentials, respectively, in 0.1 M KOH electrolyte. The corresponding structure motifs are shown in the insets.
Reproduced with permission from ref 518. Copyright 2013 American Chemical Society. (b−f) Structure−property relationship in NiFe MOF
bifunctional catalysts. (b) Shift and unoccupied states in the Ni 3d band for pristine MOF and lattice strained MOF with lattice expansion 1.7, 3.6
and 4.3% obtained from Ni XAS analysis. (c) Comparison of mass activities for the MOF catalysts and a Pt reference catalyst under ORR
conditions and (d) of the MOF catalysts and RuO2 reference catalyst under OER conditions. Operando Ni L2,3-edge XAS collected under (e) ORR
and (f) OER conditions, with characteristic features attributed to Ni4+ species appearing at ∼859 eV. Reprinted by permission from Springer
Nature, ref 115 (2019).
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anode, that is, oxidation of hydrogen, alcohols, or other small
organic molecules. Commonly, Pt-based catalysts are used for
these reactions. Applications of XAS for studies of the
electrochemical oxidation of ethanol over Pt-based catalysts
recently were reviewed by Marinkovic et al.21 Pt catalysts for
methanol oxidation have also been investigated,157,475 and
potential-dependent changes in the shape of Pt L3-edge WL
were observed due to the interaction with adsorbates. At
higher potentials, morphological modifications were also
revealed for the Pt NPs.
Alloying of Pt with another metal (e.g., Sn or Rh) is a

common route to enhance the activity of catalysts for alcohol
electrooxidation, especially for ethanol oxidation, which
requires breaking a strong C−C bond. The actual local
composition of these bimetallic catalysts, the oxidation state of
each of the constituent metals, and their respective roles in the
catalytic processes, however, remain controversial, and insight
from XAS is instrumental to gain fundamental understanding.
For example, XAS studies have been employed to address the
controversial role of SnOx species in Pt−Sn and Pt−Sn−Rh
catalysts.21,263,630,631 Alloying of Pt with another metal can
help also to reduce Pt poisoning by CO species. Pt−Mo and
Pt−Ru catalysts have been actively investigated for this
purpose.632−635 XAS investigations revealed important differ-
ence between these catalysts: while the formation of a Pt−Ru
alloy is often observed,635 Pt and Mo usually segregate due to
the low miscibility of Mo in Pt.632,635 In addition to
composition and oxidation effects, strain effects in these
catalysts due to lattice mismatch can also be important to
explain the electronic properties and activity of these catalysts,
and can be probed by EXAFS analysis.21,263,636

Pd- and Au-based catalysts have also been considered for
alcohol electrooxidation reactions due to their enhanced
stability against CO poisoning. In particular, in a recent
study of Au NPs for 2-propanol oxidation, operando XAS
measurements revealed the presence of cationic Au species in
the as-prepared samples due to a pretreatment in an O2-
plasma. The cationic species, however, quickly became reduced
under reaction conditions. Moreover, an increase in the
average NP size was observed under reaction conditions, which
was linked to the observed decrease in activity.271

Another approach to avoid poisoning of fuel cell catalyst is
to oxidize the adsorbed CO to CO2. The electrochemical CO
oxidation itself is an important model reaction, and has been
extensively studied both theoretically and experimentally.2,637

For example, in situ XAS was employed to probe the changes
in the catalyst local structure during this process using size-
selected Pt NPs (ca. 1.8 nm) as model catalysts. EXAFS
analysis revealed no significant changes in the NP structure
under working conditions. Nevertheless, the interactions with
CO resulted in subtle changes in the Pt L3-edge white line,
affecting also the surface-induced disorder.2,351

Another technologically important reaction is the hydrogen
evolution reaction, which takes place at the cathode during the
electrochemical water splitting. Pt catalysts are most
commonly used for this reaction due to the optimal hydrogen
binding energy.638 However, the high cost of Pt limits its large-
scale application. One approach to address this problem is to
improve Pt utilization efficiency by using ultradispersed
catalysts. For example, in a recent study, a catalyst featuring
singly dispersed Pt sites in a porous carbon matrix was found
to exhibit good HER activity. Analysis of EXAFS features
coupled to wavelet transform confirmed the presence of

isolated Pt sites, while the changes in the Pt L3-edge WL
revealed the charge transfer between Pt and the support, which
based on DFT simulations was found to be important for
ensuring the high HER activity.150 Alternative approaches for
reducing HER catalyst costs rely on using non-Pt-based
catalysts. In particular, various phosphides, sulfides, carbides,
nitrides and borides have been proposed.18 XAS was found to
be helpful in revealing the actual structure of these multiele-
ment catalysts, for example, the partially oxidized structure of a
Co sulfide catalyst,114 and the structures of Mo carbides,
nitrides, and sulfides.639−641 XAS measurements were helpful
also to establish the oxidation states of Cr, Cu, and Ni in a
recently proposed multisite CrOx/Cu−Ni catalyst, which was
found to be promising for HER in neutral media.638

In the last years, the electrochemical N2 reduction reaction
(NRR) for ammonia synthesis at ambient conditions has also
attracted attention. The idea behind the intensive new research
efforts on this extremely challenging electrochemical process is
the possibility to replace or at least to complement the Haber-
Bosch process that currently is used for industrial NH3
production since the latter requires high pressures (200−350
atm), high temperatures (300−550 °C), and high-purity
hydrogen that is currently produced from fossil fuels.642

However, the inertness of the N2 molecule and a competition
with the kinetically favored HER limit the efficiency of NRR,
requiring further improvements in the choice of catalyst and
non-aqueous electrolyte.643 Among others, transition metal-
based single atom catalysts have been considered such as Au-
based,644 Ru-based,645 Ni-based,646 Fe-based,647 and Co-
based648 TMNC materials. In all these examples, XANES
and EXAFS analysis of the as-prepared samples confirmed the
presence of M-Nx motifs that are believed to be important for
NRR activity. In some cases, operando XAS investigations were
also performed, confirming the stability of these moieties under
catalyst working conditions.649 However, further operando
studies are needed to understand the roles of different species
in NRR. More importantly, and as featured in a recent
publication,650 the majority of the ammonia yields reported to
date for a variety of catalyst structures/compositions (other
than a Li-based system651) could not be reproduced when
measured under stringent experimental protocols to avoid the
detection of other residual ammonia sources. Therefore, this is
an open field where significant work will still be needed in the
years to come not only to increase the production of ammonia
but even more importantly, to ensure that the data collected
correspond to ammonia really produced via the NRR process.

7. SUMMARY AND FUTURE OUTLOOK
The examples discussed in this Review illustrate the broad
possibilities provided by the XAS method for catalysis research.
In particular, XAS has become a method of choice for studies
of electrocatalysts, often providing not only key information
regarding the structural motifs in the as-prepared precatalysts
but also in depth insight into the dynamic chemical, structural,
and electronic transformations of the catalysts under reaction
conditions.
The increasing popularity of XAS in the field of catalysis is

attributed to the widespread availability of powerful X-ray
sources, the improvements made in the instrumentation and
sample environments as well as the new data analysis tools at
our disposal. Moreover, even scientists with moderate XAS
training can relatively quickly identify the main features of an
XAS spectrum, such as the position of the absorption edge or
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the main peaks in the FT-EXAFS data, both of which can
immediately provide essential clues about the catalyst
oxidation state and overall structure. Quite often such
qualitative information is sufficient to gain key insight into
the structure and oxidation state of material and its evolution
under reaction conditions. At the same time, the availability of
ab initio codes and user-friendly data analysis packages allows
one to easily model and fit at least the EXAFS part of the
absorption spectrum. Nevertheless, one needs to be well aware
of possible artifacts in the analysis due, for example, to the
correlation of different fitting parameters, or to an over-
complicated fitting scheme with an excessively large number of
fitting variables. Having an excellent fit to the experimental
data does not necessarily mean that the chosen model is
scientifically meaningful or in any way representative of the
material under investigation.
Therefore, one of the most important messages that we hope

to convey with this Review is that the seemingly simplicity of
the XAS method is often misleading, especially, when operando
XAS studies are undertaken to study transformations taking
place in realistic catalysts under working conditions. The
disordered nature of the catalysts, the coexistence of different
species within the catalyst, possible multiple active sites, a
limited signal-to-noise ratio of the XAS data collected under
harsh reaction conditions or in strongly attenuating sample
environments, or the lack of sufficient contrast in the XAS
spectra for different structural motifs put stringent require-
ments on the instrumentation but also require that one exerts
extreme caution during the data analysis steps.
One of the important consequences of the former

complexity is that the findings of the XAS data analysis should
be, whenever possible, complemented with the insight from
other techniques, that is, other in situ and ex situ spectroscopic
or microscopic methods as well as theoretical modeling. Only
by combining the information obtained from the different
perspectives provided by these methods can unambiguous
answers be gained about the intricate processes that take place
in (electro-)catalysts at work. An ongoing trend, which will
continue without a doubt in the years to come, is the tighter
integration of XAS with complementary techniques. For
example, in depth information on functional materials can be
gained through the simultaneous acquisition of XAS data and
either XES, XRD, SAXS, or NRIXS652 data in the hard X-ray
range, or the collection of soft X-ray XAS in combination with
near ambient pressure XPS data.
Furthermore, it is extremely important for operando studies

to ensure that tools for the online monitoring of the reaction
products and evaluation of the catalyst performance are
directly available at the beamline. The demand for comple-
mentary techniques results also in the need of developing new
reaction cells suitable for multimodal characterization, as, for
example, XAS combined with in situ IR and Raman signal
detection. Alternatively, in cases where multimodal character-
ization tools cannot be applied simultaneously at the beamline,
reactor cells should be employed that are compatible with the
sample transfer among different experimental techniques
without breaking their original environment. An example
here is to conduct XAS and TEM studies at different stages of
a catalytic process on the same catalyst and within the same
reactor cell.
On the data analysis part of the problem, an ongoing trend is

the development of tools that allow the integration of the
insight from theory (e.g., DFT modeling and molecular

dynamics) into the XAS interpretation process. Recent
progress in machine learning methods allows one to
significantly simplify this process, and to employ artificial
intelligence to identify the link between the theoretical models
and features in the experimental data.12 Equally important is
the development of model optimization approaches (such as
reverse Monte Carlo modeling) that allow one to combine
insights from different experimental techniques to construct a
single structure model of the catalyst consistent with all
available information.
Another trend that we believe will be increasingly important

in future operando XAS applications is the focus on time-
resolved studies. As demonstrated in this Review, tracking the
processes taking place in functional materials is within the
possibilities of current XAS instrumentation when the
characteristic times are on the order of seconds. Such
experiments can provide important information about atomic
rearrangements and in some cases the charge exchange in an
electrochemical system and corresponding changes in the
electronic structure of the catalysts. Time-resolved studies can
also reveal the presence of short-lived intermediate species,
identify reaction rate limiting steps, and, in general, provide
clues about the catalyst working mechanisms. In principle,
much faster processes can be tracked by XAS by relying on
pump-and-probe approaches. There are already some known
successful examples, where synchrotron-based XAS was used
to monitor the dynamics of excited states in photocatalysts on
the time scale of hundreds of picoseconds.99 However, the
requirement for reliable and highly reproducible reaction
initiation currently limits the applicability of these approaches
in heterogeneous catalysis.
While the fast and ultrafast time-resolved studies attract a lot

of attention and excitement, we would like to emphasize also
the need for studies of catalyst transformations on much longer
time scales. The majority of the current operando XAS studies
are limited in time by a few minutes or, maximum, a few hours.
However, the activation and deactivation/degradation pro-
cesses in real-world catalysts can take much longer times
(hours, days, and even weeks). The understanding of these
processes at the atomistic level that can be achieved by XAS is
extremely important for practical industrial catalysis applica-
tions. The current user access model employed at synchrotron
radiation facilities is, however, incompatible with such
experiments. When dedicated beamlines are not available,
alternative solutions might be provided by the ongoing
development of laboratory-based XAS setups.
In addition to time-resolved studies, spatially resolved

studies as well as experiments that combine spatial mapping
with time-resolved investigations of the catalyst dynamics are
also expected to gain importance in the future. This is due to
the ability to partially lift one of the most important limitations
of the XAS method, its sample-averaging nature. We believe
that the potential of such experiments is currently severely
underexploited. Despite the fact that proof-of-principle
spatially resolved XAS studies of heterogeneous catalysts
have been carried out more than a decade ago, the practical
application of this approach is still rare. This can be in part
attributed to problems of the data analysis. Both time-resolved
and spatially-resolved experiments carried out at a modern
beamlines can easily result in thousands of spectra and
hundreds of gigabytes of data. The capabilities of presently
popular XAS data analysis suites are still largely inadequate for
even basic systematic analysis and visualization of such data

Chemical Reviews pubs.acs.org/CR Review

https://dx.doi.org/10.1021/acs.chemrev.0c00396
Chem. Rev. 2021, 121, 882−961

941

pubs.acs.org/CR?ref=pdf
https://dx.doi.org/10.1021/acs.chemrev.0c00396?ref=pdf


sets. Thus, the progress in this field will be strongly coupled to
the progress in the automatization of data processing and
interpretation.
Finally, let us note here that the emphasis on increasingly

higher photon flux achievable at the next generation
synchrotron radiation facilities will have less of an impact on
conventional XAS, which is not considered a particularly
“photon-hungry” technique. However, such improvements can
be very helpful for advanced X-ray spectroscopies such as
HERFD-XAS, RIXS, and XRS. As demonstrated in several
examples in this Review, these techniques can provide unique
information about the catalyst electronic structure and can be
envisioned to become indispensable for understanding
important aspects in catalysis such as catalyst−adsorbate
interactions. Nevertheless, despite numerous success stories,
the HERFD-XAS and RIXS methods remain currently
underrepresented in catalyst research, and their full potential
is not yet assessed. Again, the data analysis seems to be part of
the problem since the interpretation of RIXS features, and even
reliable quantitative analysis of features in conventional
XANES spectra, is still a challenging task. As demonstrated
during the last years, this problem can be successfully
addressed via a combination of ab initio simulations (which
nowadays provide increasingly accurate description of the near-
edge part of the absorption spectra) with machine-learning
techniques. The latter allow one to establish the relationship
between spectral features and descriptors of atomistic and
electronic structure even in the absence of explicit analytical
models.
It should be clear from this Review that despite the long

history of XAS-based operando catalyst research, many
challenges still remain, making this an exciting field for the
new generation of catalysis scientists and spectroscopists to
jump in and contribute. The new developments in the field
should encompass instrumentation improvements but also data
analysis. The rich amount of information that can extracted
from XAS data about the catalyst structure, composition, and
dynamics under reaction conditions will make any effort in the
advancement of new methods particularly rewarding. We
envision that the most exciting contributions of operando XAS
characterization to deciphering the working mechanisms of
electrocatalysts are yet to come.
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J.; Abbott, D. F.; Sereda, O.; Kötz, R.; Menzel, A.; Nachtegaal, M.;
et al. Electrochemical flow-cell setup for in situ x-ray investigations i.
Cell for saxs and xas at synchrotron facilities. J. Electrochem. Soc. 2016,
163, H906−H912.
(108) Favaro, M.; Drisdell, W. S.; Marcus, M. A.; Gregoire, J. M.;
Crumlin, E. J.; Haber, J. A.; Yano, J. An operando investigation of
(Ni−Fe−Co−Ce)Ox system as highly efficient electrocatalyst for
oxygen evolution reaction. ACS Catal. 2017, 7, 1248−1258.
(109) Morikawa, T.; Gul, S.; Nishimura, Y. F.; Suzuki, T. M.; Yano,
J. Operando X-ray absorption spectroscopy of hyperfine β-FeOOH
nanorods modified with amorphous Ni(OH)2 under electrocatalytic
water oxidation conditions. Chem. Commun. 2020, 56, 5158−5161.
(110) Gul, S.; Ng, J. W. D.; Alonso-Mori, R.; Kern, J.; Sokaras, D.;
Anzenberg, E.; Lassalle-Kaiser, B.; Gorlin, Y.; Weng, T.-C.; Zwart, P.
H.; et al. Simultaneous detection of electronic structure changes from
two elements of a bifunctional catalyst using wavelength-dispersive X-
ray emission spectroscopy and in situ electrochemistry. Phys. Chem.
Chem. Phys. 2015, 17, 8901−8912.
(111) Jeon, H. S.; Timoshenko, J.; Scholten, F.; Sinev, I.; Herzog, A.;
Haase, F. T.; Roldan Cuenya, B. Operando insight into the correlation
between the structure and composition of CuZn nanoparticles and
their selectivity for the electrochemical CO2 reduction. J. Am. Chem.
Soc. 2019, 141, 19879−19887.
(112) Bazin, D.; Guczi, L. Soft X-ray absorption spectroscopy in
heterogeneous catalysis. Appl. Catal., A 2001, 213, 147−162.
(113) Smith, J. W.; Saykally, R. J. Soft x-ray absorption spectroscopy
of liquids and solutions. Chem. Rev. 2017, 117, 13909−13934.
(114) Kornienko, N.; Resasco, J.; Becknell, N.; Jiang, C.-M.; Liu, Y.-
S.; Nie, K.; Sun, X.; Guo, J.; Leone, S. R.; Yang, P. Operando
spectroscopic analysis of an amorphous cobalt sulfide hydrogen
evolution electrocatalyst. J. Am. Chem. Soc. 2015, 137, 7448−7455.
(115) Cheng, W.; Zhao, X.; Su, H.; Tang, F.; Che, W.; Zhang, H.;
Liu, Q. Lattice-strained metal−organic-framework arrays for bifunc-
tional oxygen electrocatalysis. Nat. Energy 2019, 4, 115.
(116) Zhu, D.; Guo, C.; Liu, J.; Wang, L.; Du, Y.; Qiao, S.-Z. Two-
dimensional metal−organic frameworks with high oxidation states for
efficient electrocatalytic urea oxidation. Chem. Commun. 2017, 53,
10906−10909.
(117) Gao, D.; Zhou, H.; Cai, F.; Wang, D.; Hu, Y.; Jiang, B.; Cai,
W.-B.; Chen, X.; Si, R.; Yang, F.; et al. Switchable CO2
electroreduction via engineering active phases of Pd nanoparticles.
Nano Res. 2017, 10, 2181−2191.
(118) Strasser, P.; Koh, S.; Anniyev, T.; Greeley, J.; More, K.; Yu, C.;
Liu, Z.; Kaya, S.; Nordlund, D.; Ogasawara, H.; et al. Lattice-strain

Chemical Reviews pubs.acs.org/CR Review

https://dx.doi.org/10.1021/acs.chemrev.0c00396
Chem. Rev. 2021, 121, 882−961

945

https://dx.doi.org/10.1107/S160057751501783X
https://dx.doi.org/10.1107/S160057751501783X
https://dx.doi.org/10.1107/S160057751501783X
https://dx.doi.org/10.1080/08957959.2010.532794
https://dx.doi.org/10.1080/08957959.2010.532794
https://dx.doi.org/10.1002/pssb.201800073
https://dx.doi.org/10.1002/pssb.201800073
https://dx.doi.org/10.1088/0031-8949/90/9/094003
https://dx.doi.org/10.1088/0031-8949/90/9/094003
https://dx.doi.org/10.1080/08957959.2019.1700979
https://dx.doi.org/10.1080/08957959.2019.1700979
https://dx.doi.org/10.1073/pnas.1502363112
https://dx.doi.org/10.1073/pnas.1502363112
https://dx.doi.org/10.1063/1.4821108
https://dx.doi.org/10.1063/1.4821108
https://dx.doi.org/10.1107/S1600577515018007
https://dx.doi.org/10.1107/S1600577515018007
https://dx.doi.org/10.1007/s10562-014-1428-9
https://dx.doi.org/10.1007/s10562-014-1428-9
https://dx.doi.org/10.1007/s10562-014-1428-9
https://dx.doi.org/10.1007/s10562-014-1428-9
https://dx.doi.org/10.1002/anie.200604732
https://dx.doi.org/10.1002/anie.200604732
https://dx.doi.org/10.1007/s10562-018-2383-7
https://dx.doi.org/10.1007/s10562-018-2383-7
https://dx.doi.org/10.1007/s10562-018-2383-7
https://dx.doi.org/10.1039/c3cp52578c
https://dx.doi.org/10.1039/c3cp52578c
https://dx.doi.org/10.1039/c3cp52578c
https://dx.doi.org/10.1016/j.cattod.2013.11.057
https://dx.doi.org/10.1016/j.cattod.2013.11.057
https://dx.doi.org/10.1063/1.1573352
https://dx.doi.org/10.1063/1.1573352
https://dx.doi.org/10.1063/1.1573352
https://dx.doi.org/10.1002/cctc.201200356
https://dx.doi.org/10.1002/cctc.201200356
https://dx.doi.org/10.1021/jp060371n
https://dx.doi.org/10.1021/jp060371n
https://dx.doi.org/10.1002/anie.201408845
https://dx.doi.org/10.1002/anie.201408845
https://dx.doi.org/10.1016/j.electacta.2009.11.106
https://dx.doi.org/10.1016/j.electacta.2009.11.106
https://dx.doi.org/10.1016/j.electacta.2009.11.106
https://dx.doi.org/10.1039/C8SC00491A
https://dx.doi.org/10.1039/C8SC00491A
https://dx.doi.org/10.1039/C8SC00491A
https://dx.doi.org/10.1149/2.0201610jes
https://dx.doi.org/10.1149/2.0201610jes
https://dx.doi.org/10.1021/acscatal.6b03126
https://dx.doi.org/10.1021/acscatal.6b03126
https://dx.doi.org/10.1021/acscatal.6b03126
https://dx.doi.org/10.1039/D0CC00692K
https://dx.doi.org/10.1039/D0CC00692K
https://dx.doi.org/10.1039/D0CC00692K
https://dx.doi.org/10.1039/C5CP01023C
https://dx.doi.org/10.1039/C5CP01023C
https://dx.doi.org/10.1039/C5CP01023C
https://dx.doi.org/10.1021/jacs.9b10709
https://dx.doi.org/10.1021/jacs.9b10709
https://dx.doi.org/10.1021/jacs.9b10709
https://dx.doi.org/10.1016/S0926-860X(00)00895-4
https://dx.doi.org/10.1016/S0926-860X(00)00895-4
https://dx.doi.org/10.1021/acs.chemrev.7b00213
https://dx.doi.org/10.1021/acs.chemrev.7b00213
https://dx.doi.org/10.1021/jacs.5b03545
https://dx.doi.org/10.1021/jacs.5b03545
https://dx.doi.org/10.1021/jacs.5b03545
https://dx.doi.org/10.1038/s41560-018-0308-8
https://dx.doi.org/10.1038/s41560-018-0308-8
https://dx.doi.org/10.1039/C7CC06378D
https://dx.doi.org/10.1039/C7CC06378D
https://dx.doi.org/10.1039/C7CC06378D
https://dx.doi.org/10.1007/s12274-017-1514-6
https://dx.doi.org/10.1007/s12274-017-1514-6
https://dx.doi.org/10.1038/nchem.623
pubs.acs.org/CR?ref=pdf
https://dx.doi.org/10.1021/acs.chemrev.0c00396?ref=pdf


control of the activity in dealloyed core−shell fuel cell catalysts. Nat.
Chem. 2010, 2, 454−460.
(119) Baturina, O. A.; Gould, B. D.; Northrup, P. A.; Swider-Lyons,
K. E. SO2 adsorption products on Pt nanoparticles as a function of
electrode potential and oxidative properties of carrier gas: In situ
sulfur K-edge XANES approach. Catal. Today 2013, 205, 106−110.
(120) Bi, W.; Li, X.; You, R.; Chen, M.; Yuan, R.; Huang, W.; Wu,
X.; Chu, W.; Wu, C.; Xie, Y. Surface immobilization of transition
metal ions on nitrogen-doped graphene realizing high-efficient and
selective CO2 reduction. Adv. Mater. 2018, 30, 1706617.
(121) Li, X.; Bi, W.; Chen, M.; Sun, Y.; Ju, H.; Yan, W.; Zhu, J.; Wu,
X.; Chu, W.; Wu, C.; et al. Exclusive Ni−N4 sites realize near-unity
CO selectivity for electrochemical CO2 reduction. J. Am. Chem. Soc.
2017, 139, 14889−14892.
(122) Jiang, K.; Siahrostami, S.; Zheng, T.; Hu, Y.; Hwang, S.;
Stavitski, E.; Peng, Y.; Dynes, J.; Gangisetty, M.; Su, D.; et al. Isolated
Ni single atoms in graphene nanosheets for high-performance CO2

reduction. Energy Environ. Sci. 2018, 11, 893−903.
(123) Koshy, D.; Chen, S.; Lee, D. U.; Burke Stevens, M.; Abdellah,
A.; Dull, S.; Chen, G.; Nordlund, D.; Gallo, A.; Hahn, C.; et al.
Understanding the origin of highly selective CO2 electroreduction to
CO on Ni, N-doped carbon catalysts. Angew. Chem., Int. Ed. 2020, 59,
4043−4050.
(124) Ishihara, T.; Tokushima, T.; Horikawa, Y.; Kato, M.; Yagi, I.
Development of a spectro-electrochemical cell for soft X-ray photon-
in photon-out spectroscopy. Rev. Sci. Instrum. 2017, 88, 104101.
(125) Zhang, L.; Mao, F.; Zheng, L. R.; Wang, H. F.; Yang, X. H.;
Yang, H. G. Tuning metal catalyst with metal−C3N4 interaction for
efficient CO2 electroreduction. ACS Catal. 2018, 8, 11035−11041.
(126) Newville, M.; Carroll, S.; O’day, P.; Waychunas, G.; Ebert, M.
A web-based library of XAFS data on model compounds. J.
Synchrotron Radiat. 1999, 6, 276−277.
(127) Asakura, K.; Ikemoto, I.; Kuroda, H.; Kobayashi, T.;
Shirakawa, H. Dopant structure in FeCl3-doped polyacetylene studied
by X-ray absorption spectroscopy and X-ray photoelectron spectros-
copy. Bull. Chem. Soc. Jpn. 1985, 58, 2113−2120.
(128) Ewels, P.; Sikora, T.; Serin, V.; Ewels, C. P.; Lajaunie, L. A
complete overhaul of the electron energy-loss spectroscopy and X-ray
absorption spectroscopy database: eelsdb. eu. Microsc. Microanal.
2016, 22, 717−724.
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