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ABSTRACT: Copper tungstate (CuWO,) is an important semiconductor with a sophisticated
and debatable electronic structure that has a direct impact on its chemistry. Using the PAL-  4cuw o
XFEL source, we study the electronic dynamics of photoexcited CuWO,. The Cu L; X-ray
absorption spectrum shifts to lower energy upon photoexcitation, which implies that the
photoexcitation process from the oxygen valence band to the tungsten conduction band
effectively increases the charge density on the Cu atoms. The decay time of this spectral change
is 400 fs indicating that the increased charge density exists only for a very short time and relaxes
electronically. The initial increased charge density gives rise to a structural change on a time

scale longer than 200 ps.

1. INTRODUCTION

Copper tungstate (CuWO,) is an important functional material
that has gained a lot of attention in materials science because of
its small optical band gap and electrical conductivity. In
particular, it is a promising candidate for photocatalysis' and a
potential photoelectrode for the water-splitting reaction.””°
CuWO, has a triclinic distorted wolframite-type structure due to
the Jahn—Teller distortion around the Cu®* ions.” It is known as
an n-type semiconductor and its valence band is believed to be
composed mainly of oxygen 2p states that are hybridized with
tungsten and copper s, p, and d states.”” The conduction band
contains mainly W 5d states hybridized with the oxygen 2p
states. In addition, it has been claimed that the single Cu 3d hole
contributes to the bottom of the conduction band, which shifts
the conduction band minimum in CuWO, downward compared
to WO,.'"""* However, the origin of charge carriers and their
behavior in CuWO, are not well understood due to the scarcity
of the experimental studies that probe the relaxation dynamics of
the optically excited Cu electronic states, particularly in the fs/ps
time domain.'>'® Therefore, we believe that understanding the
ultrafast electronic transitions in CuWO, in this time domain
could provide a clearer insight on the nature of the electronic
structure of CuWO,, which is highly debatable in litera-
fure® 10111417

In this work, we conducted the first investigation of the
ultrafast charge carrier dynamics in CuWO, using time-resolved
optical and X-ray spectroscopies in the 100 fs to 200 ps time
scale with a focus on the role of the copper 3d states in the charge
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carrier transport process. Time-resolved X-ray absorption
spectroscopy (XAS) provides detailed information on the
ultrafast charge carrier dynamics and recombination in several
'¥720 Charge carrier dynamics of
water splitting semiconductors (TiOZ,Zl_23 a—FeZO3,24_27
BiVO,,*** WO0,,°°~** Zn0O,** and CsPbBr, and CsPb(ClBr),
perovskites®*) were successfully observed using ultrafast XAS.
Herein, we present transient Cu L; XAS studies on the
photoexcited state of CuWO,. Cu L; XAS is attributed to
electron transition from Cu 2p orbitals to Cu 3d orbitals, which
reflects the chemical state of the Cu atoms directly. The optical
laser excitation triggers a transition from the oxygen 2p valence
band to the W 5d conduction band.® The empty Cu 3d state is
not active in the optical transition and, as such, plays the role of a
spectator state. During the X-ray excitation process, an electron
is excited to the Cu 3d band and one can observe its reaction to
the optical excitation. This role as a spectator state makes it
attractive to study its response to the optical excitation, in order
to determine the model of the electronic structure and the
dynamics in electronic states of CuWO,.

metal oxide semiconductors.
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Figure 1. Time-resolved X-ray absorption spectroscopy (XAS) on CuWO,: experimental setup of the pump—probe XAS in PAL-XFEL and the crystal

structure of CuWO,.
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Figure 2. (a) Normalized Cu L; XAS (top panel) and the transient X-ray absorption spectroscopy (XAS) data of Cu L; edge in CuWO, at several delay
times (=5, 1, 10, and 80 ps with respect to —10 ps) (bottom panel). The transient XAS spectra were normalized according to the reference Cu L; XAS.
(b) Kinetic traces of the Cu L; edge at peaks A and B measured at PAL-XFEL and the kinetic trace of Cu L; edge XAS at peak B for longer delay times
measured at SPring-8. The intensities were normalized according to the reference Cu L; XAS. The error bars for the transient XAS were estimated from
the standard deviation of the transient XAS at a negative delay time. Due to shot-by-shot variations of the X-ray intensity, there remains a point-by-
point error that can be larger than the standard deviation. The error bars for the kinetic traces were estimated from the standard deviation of the

unpumped XAS intensity.

2. EXPERIMENTS

The CuWO, sample was a polycrystalline thin film with a
thickness of 50 nm synthesized using pulsed laser deposition
(PLD) supported on a conductive glass substrate (more details
of the sample preparation and physical characterizations are
described in the Supporting Information). Pump—probe Cu L,
XAS experiments were conducted in the soft X-ray spectroscopy
and scattering (SSS) beamline at PAL-XFEL.>™>’ A simple
illustration of the experimental setup is shown in Figure 1. The
sample was placed at the focal point of the X-rays (the focal size
of the X-rays was less than 50 yum (H) X 50 pm (V)). The 400
nm optical pump laser was transferred to the focal position of the
X-rays. The focal size of the optical laser was ~210 um (H) X
210 um (V). XAS signals were obtained using a michrochannel
plate (MCP) detector. A more detailed experimental setup is
shown in Figure S3. For the observation of transient XAS at
longer delay time (>80 ps), pump—probe experiments were
conducted at BLO7LSU, SPring-8.>® The detailed experimental
setup at SPring-8 as well as other experimental details (optical
pump-probe experiments and static Cu K-edge XAS) are
described in the Supporting Information.

The X-ray intensity fluctuates shot-by-shot in PAL-XFEL, and
some X-ray shots have too large or too small intensities to obtain

XAS signals. Therefore, such X-ray shots were removed from
data sets since they worsen the signal to noise ratio (S/N).
Details of analyzing the X-ray data to calculate XAS are
described in Supporting Information. In addition to the shot-by-
shot fluctuations, variations in the intensity of XFEL pulses were
observed over several hours, which might affect the XAS signal
and result in artificial differential spectra. To avoid these
artifacts, the XAS at each delay time and those at the reference
were measured in sequence. That is to say, a reference XAS
spectrum at a delay time of —10 ps, i.e., an excitation laser pulse
arrives at the sample 10 ps after an X-ray pulse arrives, was
measured for each measurement in order to calculate a
difference spectrum for each delay time. Each difference XAS
spectrum (AXAS) at a delay (At) was calculated by subtracting
XAS at —10 ps from XAS at At ie,,

AXAS = XAS(At [ps]) — XAS(At = —10 ps)

At SPring-8, the laser pump repetition rate was set to half of the
X-ray probe repetition rate. XAS signals with or without laser

shots were accumulated consecutively.
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Figure 3. (a) Transient optical absorbance of CuWO, from 420 to 720 nm. (b) Transient Cu K-edge XAS of CuWO, before photoexcitation (—3.66
ps) and after photoexcitation (0.5 ps). The difference spectra were normalized according to the Cu K-edge XAS in the optical ground state. (c) Kinetic
trace of the transient optical absorbance of CuéWO, at 475 nm. (d) Kinetic trance of transient Cu K-edge XAS of CaWO, at 8980 eV. The intensity was

normalized according to the difference XAS shown in part b.

3. RESULTS

3.1. Transient Cu L; XAS of CuWO,. The transient XAS
spectra at several delays are displayed in Figure 2. The difference
XAS spectra at delays of —5 ps, 1 ps, and 10 ps were measured at
PAL-XFEL, whereas the difference XAS spectrum at a delay of
80 ps was measured at SPring-8. After optical excitation, one
observes an absorption increase at energies below the static L,
edge maximum of 931.4 eV and in addition there is a minor
absorption decrease at energies above the L; edge maximum. We
note that the observed spectral changes do not agree with the
first derivative of Cu L; XAS (dashed line). Figure 2b (right
panels) shows the kinetic traces of the L; edge at 930.0 eV
(position A) and 930.8 eV (position B). The kinetic trace at
position B shows a rise related to the time resolution of the
experiment followed by a constant intensity increase over the
whole range of S ps. The absorption change at position B was
measured up to 200 ps, but at a delay time of 200 ps, and was not
recovered to its original ground state value at this time delay
(Figure 2b, SPring-8). On the other hand, the kinetic trace of
peak A (930.0 eV) decays on a much shorter time scale, where
the kinetic constant of this fast process was found to be 400 +
160 fs (Figure S4).

3.2. Pump—Probe Optical Spectroscopy and Transient
Cu K-Edge XAS of CuWO,. A similar fast decay process was
also observed by optical pump—probe spectroscopy shown in
Figure 3a and Figure 3¢ and by pump—probe Cu K-edge XAS
conducted at SPring-8 angstrom compact free electron laser
(SACLA)**~* shown in Figure 3b and Figure 3d . In the optical
spectroscopy study, a broad transient absorption was observed
between 420 and 720 nm. This broad absorption should be
mainly attributed to excited electrons distributed in the
conduction band. Since excited electrons have different energies
and transition to different final states, a broad absorption can be
observed after photoexcitation. As described in Figure S2, there
were four time constants extracted from a rate-equation model.
The Cu K-edge XAS after photoexcitation is interpreted by the
shift of the Cu K-edge XAS to lower energy. This result agrees

with the increase of the electron density at the Cu sites. A fast
kinetic process was observed at 8990.3 eV, which decays by a
delay of 2 ps. The kinetic constant of this process was estimated
to be 510 + 150 fs. This value is consistent with the kinetic
constant estimated by Cu L; edge within the error limits. This
excess decrease of the X-ray intensity could reflect the excess
charge density at the Cu atoms in agreement with the CuL; edge
data.

3.3. Interpretation of the Transient Cu L; XAS. We first
note that the peak position of Cu*" in the Cu L; XAS is lower
than that of both Cu'* and Cu®* (for example, refs 44—46),
which is in contrast to all other transition metal ions. The reason
is that the ground state of Cu*" is 3d° and the only allowed final
state is 2p°3d'%; hence there is only a single peak observed at the
L; edge. The peak position of Cu®" appears at higher energy
position due to the larger effective charge of the copper ion. Also,
the first Ly peak of Cu'* appears at higher energy since the 3d
band of Cu'" is full and the intensity is given by the transition to
a 4s orbital that forms an exciton.”’ Interestingly neither a
change to Cu'* or Cu** will allow a peak at an energy lower than
Cu®". In other words, the spectral change at 930.0 eV cannot be
assigned to change of the valence state of the copper ion.

Instead, we assign this feature to Cu®* that has a modified local
electronic structure. The optical excitation moves an electron
from the oxygen 2p valence band to the tungsten 5d conduction
band, while Cu®" is essentially a spectator ion. Since the charge
density of the copper s and p states is larger in the W 5d
conduction band than in the oxygen 2p valence band, the
effective charge density on the Cu’* ions will increase creating a
Cu?* 3d’ ion that has enhanced electron density, which will shift
the L; edge to lower energy. This enhanced charge density is
contained within band states with copper s and p character, and
being a delocalized band state, this extra charge will rapidly
delocalize, faster than the time constant of 400 fs. The change in
charge distribution can affect the vibrational potential in the
excited system due to electron—lattice coupling."® Under such
situation, low-frequency modes move toward this new origin
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Figure 4. (a) A sketch that explains the optical and X-ray excitation processes in CutWO, and the Cu L;-edge transient XAS spectra at a delay time of 10
ps. Hlustrations of the charge density at Cu sites in CuWO, after photoexcitation below a delay of 1 ps (b) and above a delay of 1 ps (c).

with the modified interatomic distances and made additional
modification to charge distribution. The experiment thus uses
the copper L; edge spectrum as an indicator of the local charge
density changes (and phonon modes) on the copper site
following optical laser excitation.

3.4. Photoexcitation Dynamics of CuWO,. Two main
changes were observed by transient Cu L; XAS upon optical
excitation of CuWOy: (i) An initial photoexcited state is created
by optical excitation, creating enhanced charge density at the
copper sites, decaying with a time constant of 400 fs. The
enhanced charge density is related to copper s and p states, and
the valence remains Cu?". (ii) The photoexcited state undergoes
a decay process to form a metastable state that has a lifetime of
more than 200 ps. The metastable state has increased charge
density with respect to the optical ground state but reduced with
respect to the initial excited state. This metastable state must
involve structural reorganization of atoms related to a polaronic
state while the valence remains Cu®*. It should be noted that
local structural changes can also shift the Cu L; edge XAS to
lower energy; i.e., if the Cu—O distance is elongated by 10%,
calculations show that the Cu L; XAS shifts by ~0.2 eV."” The
local structural change affects more directly the spectral features
of the Cu K-edge XAS in higher energy, which is visible at ~9000
eV at delays of 2.3 and 8.3 ps (see Figure SS). Local structural
changes are related to the formation of polaronic states.
Regarding the polaron state formation in CuWO,, Hoang et
al. suggested that an electron hole should be more localized on
the O atoms while an electron would be more localized on metal
sites."* Considering their results, we conclude that the effective
negative charge on the O atoms would be decreased by +6 while
the effective positive charge on W atoms and Cu atoms would
also decrease by —9, reducing the charge difference and thereby
increasing the bond length.

4. DISCUSSION

4.1. Model of the Electronic Structure of CuWO,. As
mentioned above, the electronic structure of CuWO, is still an
open question and there have been models suggested by several
authors. For instance, Tian et al.” reported that the bottom of the
conduction band of CuWO, comes from Cu 3d orbitals while
the top of the valence band is formed by Cu 3d orbitals and O 2p
orbitals. Hoang et al."* pointed out that O 2p orbitals are
dominant in the valence band of CuWO, while its conduction
band is formed mainly by Cu 3d orbitals and W 5d orbitals.
Khyzhun et al.'" suggested that the conduction band of CuWO,
is a W Sd-like state while its valence band is an O 2p-like state
and they also assume the existence of Cu®"." Considering the
previous reports and our transient XAS results, we assume a
combined electronic structure of WO;-type structure with an
oxygen 2p valence band and a W 5d conduction band. The 3d-
electrons of the Cu’* ion contribute to the oxygen 2p valence
band, while its occupied 3d electrons are positioned at lower
energies, in line with all other Cu** oxides that are charge
transfer insulators.'”

In order to discuss the electronic structure of CuWO, in
detail, we first introduce the electronic structure of the binary
parent oxides WO; and CuO. WO; is a semiconductor with a
valence band mainly composed of oxygen 2p character. The
oxygen 2p state hybridizes strongly with the tungsten 5d, 6s, and
6p states that yield a considerable amount of W character in the
valence band. The conduction band consists of the antibonding
combinations of oxygen 2p states with tungsten 5d, 6s, and 6p
states. For simplicity, this could be called the tungsten 5d band,
but it also contains significant contributions of tungsten s and p
character. The electronic structure of CuO is described as a
charge transfer insulator,’” where the Cu 3d states are split
between the lower Hubbard band below the oxygen 2p band and
the empty upper Hubbard band that has one hole state.”
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CuWO, can be considered as a combination of both oxides. The
(top of the) valence band contains mainly oxygen 2p character
mixed with W 5d and sp states plus Cu 3d and sp states. The
conduction band is dominated by W 5d but also contains oxygen
2p and copper 3d and sp states. In between, the upper Hubbard
band of Cu 3d sits in the band gap (see Figure 4a).

4.2, The 400 fs Metastable Charge Density Modu-
lation. The laser excitation of CuWO, involves a transition from
the oxygen 2p valence band to the tungsten 5d conduction band.
This creates a ligand hole plus an electron in the W 5d band. The
Cu 3d states are spectators to this laser excitation since the Cu
3d states are not influenced by the photoexcitation as described
(section 3.3). The electronic structure of the copper sites is
however affected because the excited electron in the conduction
band has partly copper 4s/4p character. This additional charge
at the Cu site will decrease the binding energy of the 2p core
states, following the general rule that the lower is the number of
electrons at a metal site (i.e., a higher valency) the higher is its
binding energy. Thus, the laser excitation creates a “spectator”
copper site with a lower binding energy of its 2p core states.

The Cu 2p XAS spectrum of CuWO, shows essentially one
sharp peak and at higher energy some weaker intensity. The
sharp peak is related to the 3d° — 2p*3d'° transition. The laser
excited CuWO, sample will also have a single 3d° — 2p*3d'°
transition, but due to the reduced binding energy of the 2p core
state, this transition will be shifted to lower excitation energy.
The small absorption appears due to this shifted 3d° — 2p°3d"°
transition (the green small peak in Figure 4b). In other words,
we can track the charge density change of the Cu spectator state
by measuring the time evolution of the transient signal at an
excitation energy below the copper L, edge (see Figure 4b and
Figure 4c). The Cu state with the modified charge density has a
lifetime of only 400 fs. The 400 nm laser excites the electrons
~3.1 eV up in energy, and with a band gap of 2.3 eV they are
excited in the bottom 0.8 eV of the conduction band. The
corresponding modified charge density can lose energy via
carrier cooling and electronic decay channels to the lowest states
of the conduction band. Potentially this electronic picture could
be modified by phonons affecting the charge density on copper
via a changing Cu—O distance.

4.3. Effect on Photocatalysis. The observations above
provide insights on the photocatalytic behavior of CuWO,
compared to WO; and CuO. Adding Cu to WO; modifies the
band gap of the system, making it capable of absorbing optical
light in the visible range of the solar spectrum which enhances its
photocatalytic performance. The system still requires a large
overpotential to drive photocatalytic processes such as water
splitting. This is possibly due to the formation of a polaronic
state. The initial optical excitation creates a modified charge
density that is viewed from the Cu site in our study. After the
decay of the original optical excitation within 400 fs, the system
does not return to its original state, which is a clear indication of
the formation of a polaronic state. It is believed that polarons are
formed due to lattice distortion around the light-absorbing
atom, resulting in trapping and hence reducing the mobility of
electrons, which effects the photocatalytic efficiency of the
system. The formation of this polaronic state has been observed
in several metal oxide systems.”**"*>

Furthermore, it is important to note that in order to create an
effective photocatalyst, one needs to optimize the system of
photon capture, which is mainly governed by the band gap. The
latter is determined by the overlap between tungsten and
oxygen. Copper remains Cu’* throughout the whole process of

the optical excitation and the 400 fs decay. In that sense the Cu
state is described as a spectator that is not redox active but rather
creates a better (electronic and structural) environment for the
WO, system that receives the optical photon.

B CONCLUDING REMARKS

In summary, by tracking a 50 fs, 3.1 eV optical laser excitation in
CuWO, via a pump—probe delayed X-ray excitation 1.0 eV
before the Cu L; edge, we have identified an increased charge
density at the Cu site that has a decay time of 400 fs. This fast
decay implies that the modified charge density decays
electronically via carrier cooling to a longer-lived electronic
excited state. It would be very interesting to investigate if this
type of charge modulation with decay times of a few hundred
femtoseconds is a general phenomenon in transition metal
oxides and if this phenomenon is correlated with photocatalytic
activity that can be modified by sample preparation and by the
parameters in the laser excitation.
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