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ABSTRACT: Understanding the dynamic structural trans-
formation of subnanometric metal species is a key to the
establishment of the structure−function relationship for
heterogeneous catalysts composed of single atoms and
subnanometric clusters. Unlike noble metal catalysts, the
evolution of non-noble metal catalysts containing singly
dispersed atoms and clusters during redox treatments and
under reaction conditions has not been well understood yet.
In this work, with spectroscopic techniques and aberration-
corrected electron microscopy, the control of dynamic
structural transformations of supported CuOx species (from
single ions to nanoclusters and nanoparticles) by the
combination of the redox and water treatment has been
systematically studied. Furthermore, their catalytic properties for two deNOx reactions (NO + CO, NH3 + NO + O2) have also
been demonstrated to be strongly related to the dispersion of Cu2+ species, providing insights into the active sites in these
model reactions for deNOx applications.
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■ INTRODUCTION

Developments of characterization techniques in the last decade
have advanced our understanding of the active sites in
heterogeneous catalysis.1,2 One significant improvement is
the recognition of the importance of dynamic transformation
of active species during the catalytic process, the influence of
the transformation on the catalytic properties, and the control
of these transformations.3 By in situ spectroscopic and
microscopic techniques, the structural dynamic changes
(including changes in chemical compositions, nanoscale
morphology, and atomic rearrangement) of metal nano-
particles have been revealed.4,5 It has been demonstrated
that the structure of metal catalysts can transform among single
atoms, nanoclusters, and nanoparticles, depending on the
reaction conditions.6 Besides, the structural transformation
behavior is strongly related to the size of the metal species. The
structural evolution of subnanometric metal species, including
single atoms and metal clusters with a few atoms, under
reaction conditions or during various treatment procedures is
more sensitive than that of the corresponding nanoparticles.

Most of the previous works are focused on the trans-
formation of noble metal catalysts (like Au, Pt, Ru, and so
forth.), of which the dynamic behaviors under reaction
conditions have been studied by various in situ techniques,
like in situ X-ray absorption spectroscopy (XAS),7 in situ
transmission electron microscopy (TEM),8−11 and in situ X-
ray photoelectron spectroscopy (XPS).12,13 Pt, for instance,
undergo structural evolution under different conditions.
Reconstruction on the surface of large Pt particles has been
reported under different atmospheres.14,15 For smaller Pt
clusters or even single atoms, the dispersion of Pt species can
be tuned, and it has been revealed that reversible trans-
formation of Pt atoms or clusters confined in the zeolite pores
would occur when switching the oxidative/reductive atmos-
phere.7 Similar findings were also reported on supported Pt
catalysts such as Pt/γ-Al2O3. At high temperature, Pt single
atoms are stable in O2, yet these Pt atoms tend to cluster in
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CO oxidation environment and to be reduced in H2.
16,17

Moreover, agglomerated Pt would redisperse in an oxidative
environment such as NO and O2.

18,19 These discoveries
provide new insights for understanding the activities and
stabilities of noble metal catalysts. For non-noble metals and
metal oxides, however, there are few studies on their dynamic
changes during various treatments or under catalytic reaction
conditions and even fewer of their impact on the catalytic
properties or the control of these transformations. Because of
their distinct physicochemical properties between the metallic
state and metal oxide state, the dynamic transformations
during the catalytic processes will be more complicated than
those of noble metal catalysts.20 The complicated structural
changes of non-noble metal catalysts under reaction conditions
(including the chemical states, particle size, and metal−support
interaction) make it more difficult to clarify their effects on the
catalytic process.21,22

Cu-based catalysts have been widely applied for heteroge-
neous catalysis for energy23 and environmental24 purposes.
The impact of the geometric factor of CuOx species on the
catalytic performances has been extensively studied. For
deNOx reactions such as the NH3-selective catalytic reduction
(SCR) reaction or the NO + CO reaction, Cu species confined
in zeolites24 or supported on the oxide carriers25 have shown
superior activities. There are many reports on this subject
concerning CuOx dispersions. For example, isolated Cu atoms
in zeolite pores have been found to be the active sites for the
NH3-SCR reaction.26−29 For CuOx species supported on the
oxide carriers such as γ-Al2O3, there are also studies on CuOx
dispersions. The control of dispersion was mainly achieved by
varying the loading amount of Cu.30 The dynamic change of
Cu species under different conditions, however, has not been
systemically studied. Recent studies have shown the migration
of Cu species in zeolite crystallites under the NH3-SCR
reaction conditions.24,31−34 However, comparing with Cu
species confined in zeolite structures, of which the coordina-
tion environment can be well characterized by in situ XAS,26,35

it is practically more challenging to identify the evolution of Cu
species supported on solid carriers with open surface
structures, such as TiO2, Al2O3, and ZrO2, let alone the
observation of the impact on the catalytic behavior or the
control of these transformations.36

In this work, by employing CuO supported on γ-Al2O3 as
model catalysts, we have performed a systematic study on the
control of the dynamic structural transformation of CuO
species during redox processes. By different types of
spectroscopic techniques and aberration-corrected (AC)
electron microscopy, we have correlated the dynamic structural
transformations of CuO species with their sizes and surface
concentrations. It is found that a combined moisture and redox
treatment can modulate the agglomeration and redispersion of
supported Cu species, which governs the redox properties and
further influences the catalytic performances of two deNOx
reactions (NO + CO, NH3 + NO + O2), providing insights
into the recognition of active sites in these model reactions for
deNOx applications.

■ EXPERIMENTAL SECTION
Sample Preparation. γ-Al2O3 used in this work was

purchased from Fushun Petrochemical Institute in China. It
was calcined in flowing air at 650 °C for 6 h before use. The
Brunauer−Emmett−Teller (BET) surface area of γ-Al2O3 was
118 m2 g−1, which was determined by N2 adsorption and

desorption isotherms. A series of CuO/γ-Al2O3 samples with
different CuO loadings were prepared by conventional wet
impregnation of γ-Al2O3 with aqueous solutions containing a
calculated amount of Cu(NO3)2·3H2O. The catalysts are
denoted as xCuAl where x represent for the loading amount of
CuO on γ-Al2O3. For example, 04CuAl stands for the sample
with a CuO loading amount of 0.4 mmol/100 m2 γ-Al2O3. To
prepare 04CuAl, 2 g of γ-Al2O3 powder was dispersed in 50
mL of DI H2O. A 20 mL solution containing 228 mg
Cu(NO3)2·3H2O was added to the dispersion dropwise. The
mixture was then vigorously stirred for 2 h at room
temperature before being evaporated at 100 °C to remove
the water. For other loadings, the amount of Cu(NO3)2·3H2O
can be varied accordingly. The resulting samples were dried
overnight, ground, and then calcined at 550 °C for 5 h in air,
with a heating ramp of 2 °C/min.
The diluted xCuAl (denoted as D-xCuAl, thereafter) have

been prepared by physical dilution of xCuAl with a calculated
amount of γ-Al2O3. The atomic ratio of Cu/Al in D-xCuAl
samples are kept the same with 01CuAl.

Pretreatment Procedure for CuO/γ-Al2O3 Catalysts.
The sample pretreatments were performed in a microreactor or
a reaction chamber (RC). The xCuAl samples were exposed to
a 30 mL/min Ar−H2 mixture stream (7.0% H2 by volume) at
500 °C for 30 min. They are denoted as xCuAl-H. Then, the
xCuAl-H samples were treated in a dried O2−N2 mixture
stream at a rate of 30 mL/min (20% O2 by volume, denoted as
dry air) at 300 °C for 30 min, and the resultant samples are
denoted as xCuAl-HO. Besides, the xCuAl-H samples were
also treated in moisture containing O2−N2 mixture stream at a
rate of 30 mL/min (20% O2 by volume, denoted as wet air) at
300 °C for 30 min, and the resultant samples are denoted as
xCuAl-HW. The moisture contained in the wet air was
controlled by passing dry air (30 mL/min) through a bubbler
at 25 °C, corresponding to a partial pressure of ∼3 kPa for
water calculated according to Dalton’s Law.

Sample Characterizations. X-ray diffraction (XRD)
patterns were recorded on a Philips X’pert Pro diffractometer
using Ni-filtered Cu Kα radiation (λ = 0.15418 nm). The X-ray
tube was operated at 40 kV and 40 mA. The relative intensities
of the peaks at 2θ = 35.6° and 2θ = 45.9° was chosen to
compare the relevant intensities of samples with different
loadings.37−39

BET surface areas were measured by nitrogen adsorption at
77 K on a Micrometrics ASAP 2020 adsorption apparatus.
Before adsorption measurements, the samples were degassed
for 3 h at 300 °C.
The in situ XPS analysis was performed on a PHI 5000

VersaProbe system, using monochromatic Al Kα radiation
(1486.6 eV). In the case of the pretreated sample, the as-
prepared catalysts were placed in the introduction chamber
(IC) and were then transferred to the RC by using a transfer
rod. After degassing the RC, the samples were pretreated as
described in the above section of the sample pretreatment. As
the temperature was cooled down to room temperature, the
RC was degassed again and the samples were transferred back
to the IC. Subsequently, the samples were transferred to the
main chamber for XPS measurement. The binding energies
(±0.1 eV) were referenced to the Al 2p peak at 74.0 eV.
Electron paramagnetic resonance (EPR) measurements were

performed on a Bruker EMX-10/12 X-band spectrometer
operating at a frequency of ν ≈ 9.48 GHz, and 100 kHz field
modulation was used for the measurements. The spectra for all
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catalysts were recorded at 110 K. The peak intensity of g⊥ = 2.0
was chosen to compare the relative intensities of D-xCuAl
sample series.
Temperature-programmed reduction (TPR) was carried out

in a quartz U-tube reactor using 50 mg sample for each
measurement. The sample was pretreated at 300 °C in N2
stream for 1 h. After that, TPR started from room temperature
at a rate of 10 °C/min in a mixed H2−Ar stream (7% H2 by
volume). The effluent gas was continuously analyzed by using
a thermal conductivity detector.
AC-scanning transmission electron microscopy (STEM)

observations were performed with a probe-corrected FEI Titan
80-300 electron microscope. The observations were done in
the STEM mode using a high angle annular dark field detector
(HAADF). The probe convergence angle was approximately
18 mrad and the inner detection angle on the HAADF detector
was approximately 3 times higher than the probe convergence
angle. Sample preparation was performed by dispersing the
catalytic powder on lacey carbon on a Mo TEM grid. To
illustrate the dynamic structure transformation of CuOx species
under different treatments more clearly, the pseudo-colored
images of certain areas in the STEM−HAADF images are
provided. These were accomplished by using DigitalMicro-
graph software, which converts Z-contrast into heat maps.
Specifically, brighter spots in the original images were
processed into a warmer color (red). Figure S1 shows an
example of this operation.
The X-ray absorption fine structure (XAFS) spectra at Cu K

(E0 = 8979 eV) edge were performed at BL14W1 beamline of
Shanghai Synchrotron Radiation Facility (SSRF) operated at
3.5 GeV under the “top-up” mode with a constant current of
250 mA.40 The XAFS data were recorded under the
transmission mode with two Oxford ion chambers. The energy

was calibrated accordingly to the absorption edge of pure Cu
foil. Athena and Artemis codes were used to extract the data
and fit the profiles. For the X-ray absorption near edge
structure (XANES) part, the experimental absorption co-
efficients as a function of energies μ(E) were processed by
background subtraction and normalization procedures and
reported as “normalized absorption” with E0 = 8979.0 eV for
all the tested samples and Cu foil/CuO/Cu2O standard. For
the extended XAFS (EXAFS) part, the Fourier transformed
data in R space were analyzed by applying the first-shell
approximate model for Cu−N contribution. The passive
electron factors, S0

2, were determined by fitting the
experimental data on Cu foil and fixing the coordination
number (CN) of Cu−Cu to be 12 and then fixed for further
analysis of the measured samples. The parameters describing
the electronic properties (e.g., correction to the photoelectron
energy origin, E0) and local structure environment including
CN, bond distance (R), and Debye−Waller factor around the
absorbing atoms were allowed to vary during the fit process.
The fitted ranges for k and R spaces were selected to be k = 3−
12 Å−1 with R = 1.0−3.5 Å (k3 weighted).

Catalytic Activity Tests. The NO reduction by CO model
reaction tests were performed in a fixed-bed reactor with 50
mg of the catalyst. The feed gas contains 2.5% NO, 5% CO,
and 92.5% He by volume. The total flow rate of the feed gas
was 10 mL/min, corresponding to a space velocity of
approximately 12 000 h−1. Gas chromatography with two
columns and two thermal conductivity detectors were used for
analyzing the product. Column A with Porapak Q was used for
separating N2O and CO2 and column B packed with 5A and
13X molecule sieves (40−60 M) was used for separating N2,
NO, and CO.
NO conversion is calculated by

Figure 1. (a) XRD patterns of pristine CuAl samples and γ-Al2O3; (b) XPS of the Cu 2p3/2 region of pristine CuAl samples; (c) EPR spectra of
01CuAl and diluted CuAl samples with higher CuO loading; (d) relative intensity of CuO diffraction peak vs γ-Al2O3 diffraction peak for various
CuAl samples, derived from XRD results; (e) atomic ratio of Cu to Al in various CuAl samples, calculated based on the XPS results; (f) EPR signal
intensities. The signal intensities are evaluated from twice integration of EPR spectra.
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The NH3-SCR activity tests were performed in a fixed-bed
reactor with 0.2 g of the catalyst. The feed gas contains 500
ppm NO, 500 ppm NH3, and 5 vol % O2 with N2 as diluents.
The total flow rate of the feed gas was 100 mL/min,
corresponding to a space velocity of approximately 30 000 h−1.
The effluent gas was continuously analyzed at 150 °C by an
online Thermo Fisher IS10 FTIR spectrometer equipped with
a 2 m path-length gas cell (250 mL volume).
NO conversion is calculated by
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■ RESULTS AND DISCUSSION
Study of the Dispersion of CuOx Species on Pristine

Samples. The supported CuO/γ-Al2O3 samples (denoted as

xCuAl, x being the loading amount of CuO on γ-Al2O3. For
example, 04CuAl for the sample with a CuO loading amount
of 0.4 mmol/100 m2 γ-Al2O3, thereafter) with various loading
amounts of CuO are prepared by wet impregnation of
Cu(NO3)2 on γ-Al2O3, followed by calcination in air. As can
be seen in Figure 1a, the diffraction peaks corresponding to
crystalline CuO appear when the CuO loading is higher than
06CuAl. Their intensities show a linear relationship with CuO
loadings (Figure 1d), suggesting that the size and the amount
of crystalline CuO species increases with the CuO loading.
Meanwhile, the XRD patterns are almost identical with pure γ-
Al2O3 when the CuO loading is lower than 06CuAl.
Considering the detection limit of XRD, most of the CuO
species should exist as very small particles (<3 nm) or even
atomically dispersed Cu2+ sites in CuAl samples with low CuO
loading, which will be further elucidated by STEM studies.
The chemical states of Cu species supported on γ-Al2O3

have been studied by XPS. For the Cu 2p3/2 region, peaks at
∼934.0 eV corresponds to Cu2+ species, which would be
further confirmed by the satellite peak at ∼942.5 eV.41 As
shown in Figure 1b, according to the binding energy in the
XPS spectra, the Cu species supported on γ-Al2O3 exist as Cu

2+

species for all the CuAl samples. Furthermore, the dispersion
of Cu species in various CuAl samples has also been evaluated
based on the surface atomic ratio of Cu and Al calculated
according to the XPS spectra. As can be seen in Figure 1e, the
Cu/Al ratio increases almost linearly with the loading of CuO
in the range of 0.1−0.6 mmol/100 m2. When the CuO loading
exceeds 0.7 mmol/100 m2, the Cu/Al ratio does not change
much. It is implied by the XRD patterns and Cu/Al ratios
derived from XPS spectra that CuO species mainly exist as

Figure 2. AC-HR-STEM images of (a) pristine 01CuAl sample, (b) pristine 04CuAl sample, and (c) pristine 10CuAl sample. (d,e,f) are the heat
maps of the red squares in (a,b,c), respectively. In these heat maps, Cu ions with higher contrast can be easily distinguished from the γ-Al2O3
support. (g,h,i) are the schematic evolution of the size of CuO species supported on γ-Al2O3 with the CuO loading. By tuning the CuO loadings, it
is feasible to modulate the majority of CuO species on the γ-Al2O3 support, ranging from atomically dispersed Cu2+ species to subnanometric CuO
clusters to CuO nanoparticles.
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highly dispersed species or small CuO clusters on γ-Al2O3
when the loading is below 0.6 mmol/100 m2 and form
agglomerated CuO nanoparticles (as observed in XRD
patterns) when the loading exceeds 0.7 mmol/100 m2.
It has been shown in previous works that the dispersion of

CuO species in supported catalysts can be studied by EPR
spectroscopy, especially in the Cu/Al2O3 system.30,42−45

Therefore, the 01CuAl and the diluted CuAl samples with
higher CuO loadings (D-xCuAl) have been studied by EPR.
Highly dispersed Cu2+ species is EPR active because of the
unpaired electron in the dx2−y2 orbital of the d9 electron
configuration. However, the coupling of the magnetic dipole
moment of neighboring Cu2+ may broaden or even mute the
EPR signal as Cu2+ ions get closer.45 The Cu2+−O−Cu2+
networks are even EPR-inactive, which could indicate the
agglomeration of Cu2+ caused by increasing the Cu loadings45

or the reduction/oxidation procedure. In other words, the EPR
intensities of the sample are positively correlative to the
amount of isolated Cu2+ ions. The further Cu2+ ions are apart,
the stronger the intensities are. Because the total amounts of
CuO species in all the tested samples are kept the same by
dilution, the dispersion of CuO species can be indicated from
the comparison of the EPR signal intensities of different
samples. As can be seen in Figure 1c,f, the EPR intensity
decreases when increasing the CuO loadings in the pristine D-
CuAl samples, indicating that Cu2+ species get closer or even
cluster with the increasing loadings of CuO, which is consistent
with the XRD and XPS results.
According to the above spectroscopic studies, it is proposed

that the dispersion of CuO species is strongly related to the
CuO loadings. To directly study the atomic structures of the
supported CuO species, CuAl samples with different CuO
loadings have been investigated by AC-high-resolution (HR)-
STEM. As shown in Figure 2a, a large amount of singly
dispersed Cu2+ sites with very few CuO clusters can be
observed on the γ-Al2O3 support in the pristine 01CuAl
sample. When the CuO loading increases to 0.4 mmol/100 m2,
a considerable number of subnanometric CuO clusters can be
observed, while the majority of Cu species still remain to be
singly dispersed Cu2+ sites on the γ-Al2O3 support (see Figure
2b), which rules out the possibility that the little Cu amount
extinguishes the possible XRD signal of any kind of
agglomerated Cu species. It should be noted that the location
of the singly dispersed Cu2+ sites are probably in the octahedral
vacancy formed by oxygen atoms (see Figures S2 and S3),
which is previously predicted by an “incorporation model”.37,46

As observed in both 01CuAl and 04CuAl samples, Cu2+ ions
appear to be located on the surface vacancy sites formed by
oxygen. In other words, the position of Cu atoms supported on
the surface is basically similar to the position of Al3+ in the
solid carrier, which is consistent with the observation in single-
atom catalysts based on noble metals (such as Au, Pt, and so
forth.).47 Further increasing the CuO loading to 1.0 mmol/100
m2 leads to the formation of a large number of CuO clusters on
γ-Al2O3. Nevertheless, a few singly dispersed Cu2+ sites can
also be observed in the 10CuAl sample (see Figure 2c).
Based on the above structural characterizations, it can be

concluded that the dispersion of CuO species on γ-Al2O3
changes as the loadings of CuO changes, which is illustrated in
Figure 2g−i. For CuAl samples with CuO loading below 0.2
mmol/100 m2, CuO species mainly exist as atomically
dispersed Cu2+ sites because of its very low CuO loading.
For CuAl samples with a loading of 0.2−0.6 mmol/100 m2,

both atomically dispersed Cu2+ sites and CuO clusters with
several atoms are present. When the CuO loading is further
increased to 0.7 mmol/100 m2 or higher, the amount of
agglomerated CuO increases and large CuO nanoparticles
appear, which can also be determined by the XRD patterns and
EPR spectra (see Figure 1).

Study the Evolution of CuO/γ-Al2O3 Samples during
Redox Treatments. The reduction/oxidation treatment has
significant influence on the physicochemical properties of
catalysts for redox processes, which has already been studied
for noble metal catalysts, such as Pt and Pd.7,48 Herein, we
introduce the study on the influence of reduction/oxidation
treatments on CuO/γ-Al2O3 catalysts. The pristine CuAl
samples were reduced by H2 at 500 °C (denoted as CuAl-H
hereafter). Taking into consideration that water is commonly
present in many catalytic processes (such as TWC49 and NH3-
SCR processes24,31,32), we have also studied the influence of
H2O on the redox properties of CuAl samples. The reduced
samples CuAl-H were re-oxidized by dry air (without
moisture) or wet air (with moisture), denoted as CuAl-HO
or CuAl-HW, respectively.
In order to study the redox properties of the pristine samples

and re-oxidized samples, TPR by H2 was performed. For a
better comparison, the diluted samples D-CuAl are inves-
tigated to keep the CuO amount constant in different solid
samples (as described in the Experimental Section). For each
sample, total H2 consumption calculated by the TPR profile is
close to the amount required to fully reduce CuO to metallic
Cu. As presented in Figure S4, the CuO loading amount is a
key factor to determine the reduction features. For low loading
samples (CuO loading below 0.6 mmol/100 m2), pristine
CuAl samples show single reduction peaks, which can be
attributed to the reduction of highly dispersed CuO
species.46,50,51 Interestingly, the peak shifts to lower temper-
ature with the increase in the CuO loadings, indicating that
reduction is easier to take place when the size of CuO species
increases from single Cu2+ sites to clusters with several atoms.
After re-oxidation in dry air, low loading CuAl-HO samples
show two reduction peaks similar to the profiles of pristine
high loading samples (Figure S4), which is related to the co-
existence of both agglomerated and highly dispersed CuO
species.27,32,33 Nevertheless, if re-oxidized by wet air (with
moisture), the CuAl-HW samples show similar reduction
features with pristine CuAl samples, only with the peak shift to
lower temperatures. Considering that the reduction temper-
ature of supported CuO species is related to their dispersion
states, it appears that the H2 reduction and dry air re-oxidation
treatment can prompt the agglomeration of small CuO clusters
and single Cu2+ sites, resulting in two reduction temperatures
in TPR profiles. The wet air re-oxidation treatment will
partially recover these CuO species to their initial state, with a
small number of CuO species mildly agglomerated and easily
reduced. The profiles of differently treated D-04CuAl samples
are listed in Figure 3a for a comparative purpose.
As the CuO loading exceeds 0.6 mmol/100 m2, a new peak

near 200−240 °C emerges with the increasing CuO loading,
which can be assigned to the reduction of crystalline CuO
species (see Figure S4).46,50,51 This matches well with the XRD
result that the amount of crystalline CuO species increases
with the CuO loadings. The TPR reduction profiles for
reduction-/oxidation-treated high loading samples (CuAl-HO
and CuAl-HW) are similar to the pristine CuAl samples,
regardless of the presence or the absence of H2O during the
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oxidation treatments. In this case, the re-oxidation process
seems to have limited influence on the redox behavior of
crystalline CuO species.
The dispersion of CuO species during the reduction/

oxidation process has also been studied by EPR spectroscopy.
The total amounts of CuO species in all the tested samples are

kept the same. As shown in Figures 3b and S5, the EPR
intensities of isolated Cu2+ species for CuAl-HO series are
much lower than that of pristine CuAl series, indicating that
CuO species are agglomerated after reduction by H2 and re-
oxidation in dry air. However, when the samples were re-
oxidized in the presence of H2O, the EPR intensity almost
recovers in all the samples, which further confirms the re-
dispersion of CuO species during the re-oxidation process in
the presence of H2O. Besides, the influence of the pretreat-
ment is much more significant on CuAl samples with low CuO
loading (≤0.2 mmol/100 m2, see Figure S5), which suggests
that the dynamic structural transformation mainly occurs on
highly dispersed CuO species during the reduction/oxidation
treatments.
Furthermore, the chemical states and coordination environ-

ment of CuO species in the 04CuAl samples have also been
studied by XAFS. As shown in Figure 3c, the pristine 04CuAl
sample shows a similar but different signature of XANES in
comparison with CuO reference samples, indicating that the
04CuAl sample should contain Cu2+ species. The differences in
the XANES spectrum shape are generally ascribed to the
difference of the chemical environments of Cuδ+ compared to
the reference sample, suggesting the highly dispersed nature
and complex coordination environments of the Cu2+ species
on the γ-Al2O3 support.

13,25,27,52−55 The XANES spectra of the
re-oxidized samples (see Figure 3c) are almost the same as that
of the pristine 04CuAl sample, indicating the presence of Cu2+

species in all the samples. The presence of singly dispersed
Cu2+ species has also been confirmed by the EXAFS spectrum.
As can be seen in Figures 3d, S6, and Table S1, the 04CuAl
sample shows an intensity contribution at 1.9−2.0 Å,
corresponding to Cu−O coordination. Notably, there is a
weak contribution at 2.9−3.0 Å, which can be ascribed to the
second shell coordination of Cu−O−Cu species originated
from the CuOx clusters, as we have observed in the AC-STEM

Figure 3. (a) TPR profiles of the pristine and differently treated D-
04CuAl sample; (b) EPR spectra of the pristine and differently treated
D-04CuAl sample; (c) Cu K edge XANES spectra of fresh and
differently treated 04CuAl samples, and CuO reference; (d) Fourier-
transforms of k3-weighted Cu K edge EXAFS spectra of pristine and
differently treated 04CuAl samples, and CuO reference.

Figure 4. (a) In situ XPS of the Cu 2p3/2 region of pristine and differently treated 04CuAl sample; (b−g) HR-STEM images of the 04CuAl sample
after various treatments: (b,c) 04CuAl-H (d,e) 04CuAl-HO (f,g) 04CuAl-HW; (h) schematic illustration of the dynamic structural transformation
of Cu species in the 04CuAl sample.
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images in Figure 2b,e.45,56 A higher contribution of the second-
shell Cu−O−Cu can be observed in the 04CuAl-HO sample,
indicating the presence of a larger number of CuOx clusters
compared to the pristine 04CuAl sample. When it comes to
04CuAl-HW, the Cu−O−Cu contribution has shown similar
intensity with that of the pristine 04CuAl sample, which
further suggests that the wet air re-oxidation treatment will
recover the agglomerated CuO species to their initial state.
In order to investigate the evolution of the CuO dispersion

state, we have also performed in situ XPS studies on the CuAl
samples during the reduction/oxidation treatments. The XPS
profiles of a series of CuAl samples are shown in Figures S7
and S8 and the surface atomic ratios of Cu/Al have also been
calculated. The profiles of differently treated 04CuAl samples
are listed in Figure 4a. As discussed above, peaks at a binding
energy of ∼934.0 eV corresponds to Cu2+ species, while peaks
at ∼932.0 eV relate to Cu0 or Cu+ species.41 After reduction by
H2, the peak at ∼934.0 eV shifts to a lower binding energy, the
satellite peak at ∼942.5 eV vanishes, and the intensity of the
Cu 2p3/2 peak significantly decreases, indicating that CuO
species are fully reduced to metallic Cu, which is also proved
by complete reduction before 400 °C according to the TPR
profile in Figure 3a.57 After re-oxidation with dry air, the
intensity increases but is still much lower than that of the initial
state. When re-oxidized by wet air, the XPS profile has almost
recovered to its initial state. As can be seen in Figure S7, other
samples with CuO loading below 0.6 mmol/100 m2 have
shown the same trend after different pretreatments. The result
suggests that, for CuAl-H, Cu species can be fully reduced and
agglomerated to metallic particles. For CuAl-HO, the metallic
Cu particles are fully oxidized to CuO, which is in line with
XAFS data. For CuAl-HW, full oxidation accompanied with
nearly full re-dispersion occurs. Because the Cu/Al ratio of

CuAl-HW is slightly lower than that of pristine CuAl, a small
amount of CuO species in CuAl-HW may have retained the
agglomerated state. This matches well with the deductions
drawn from the TPR results.
To obtain structural information of supported Cu species

during various treatments at atomic resolution, the 04CuAl
samples have been studied by AC-STEM. After reduction by
H2, a large number of Cu nanoclusters are formed in the
04CuAl-H sample (see Figure 4b,c). The particle size of those
Cu nanoclusters ranges from 0.4 to 1.2 nm with an average size
of ∼0.8 nm. It should be mentioned that a small fraction of
singly dispersed Cu atoms is still present in the 04CuAl-H
sample. However, the fraction of singly dispersed Cu atoms is
much smaller than the pristine 04CuAl sample, indicating the
agglomeration of Cu atoms into Cu clusters during the H2
reduction process. As discussed before, the reduced 04CuAl-H
sample can be oxidized by dry air, giving rise to the 04CuAl-
HO sample. As can be seen in Figure 4d,e, a large number of
subnanometric Cu clusters are still present in the 04CuAl-HO
sample. The particle size of those subnanometric Cu clusters in
the 04CuAl-HO sample is almost the same as in the 04CuAl-H
sample, implying that the re-oxidation treatment of Cu clusters
in dry air has a minor influence on the dispersion state of Cu
species supported on γ-Al2O3. Interestingly, if the re-oxidation
of reduced CuO clusters is carried out in the presence of water,
the dispersion of Cu species changes. The AC-STEM images
presented in Figure 4f,g demonstrate that most of the Cu
species exist as atomically dispersed Cu2+ species in the
04CuAl-HW sample with the presence of some subnanometric
CuO clusters, which is similar to that of the pristine 04CuAl
(Figure 2b,2e). Figure 4h summarizes a significant yet not
perfect agglomeration−redispersion of CuOx species with
medium loadings during the reduction/oxidation treatment.

Figure 5. (a−f) HR-STEM images of the 01CuAl sample after various treatments. (a,b) 01CuAl-H (c,d) 01CuAl-HO (e,f) 01CuAl-HW. (g)
Schematic illustration of the dynamic structural transformation of Cu species in the 01CuAl sample.
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For a clearer picture on the influence of CuO loading on the
structural transformation of Cu species on γ-Al2O3 during
redox treatments, the 01CuAl samples after reduction by H2
and subsequent oxidation treatments have also been studied by
HR-STEM. As can be seen in Figure 5a,b, singly dispersed Cu
species agglomerate into subnanometric Cu clusters after
reduction by H2. It should be noted that, as displayed in Figure
S9, the Cu nanoclusters formed in the 04CuAl-H sample show
a larger size than those formed in the 01CuAl-H sample
(Figure S10). More importantly, the Cu nanoclusters in the
04CuAl-H sample exhibit more compact and ordered
structures at the atomic level, which may further influence
their physicochemical properties. The Cu clusters formed in
the 01CuAl-H sample are around 0.5 nm, basically containing
10−15 atoms and showing disordered structures at the atomic
level. After a subsequent re-oxidation treatment in dry air, most
of the Cu clusters remain on the γ-Al2O3 support (see Figure
5c,d). Interestingly, when the re-oxidation treatment occurs in
the presence of H2O, the re-dispersion of Cu clusters into
singly dispersed Cu2+ sites is promoted. As presented in Figure
5e,f, the 01CuAl-HW sample exhibit similar morphology as the
pristine 01CuAl sample. As illustrated in Figure 5g, when the
CuO loading is <0.2 mmol/100 m2, the atomically dispersed
Cu2+ sites can show almost complete reversible transformation
between singly dispersed Cu2+ sites and subnanometric CuO
clusters during reduction/oxidation treatments in the presence
of H2O.
As discussed above, the size distribution of Cu species in

various CuAl samples is related to the CuO loading. The above
spectroscopic and microscopic characterizations have clearly
shown that highly dispersed Cu species can undergo dynamic
structural transformation during reduction/oxidation treat-
ments. The difference for samples with higher CuO loading is
the redispersion during the wet oxidation treatment, which is
not as significant as observed with samples with low CuO
loading. In other words, the promoting role of water for the re-
dispersion of CuO species is also related to the size of CuO
clusters. When the CuO loading further increases to >0.7
mmol/100 m2, a large number of CuO nanoparticles are
present in the pristine CuAl sample, and the size of those
nanoparticles is insensitive to the reduction/oxidation treat-
ments. As a consequence, their redox properties show minor
changes during the reduction/oxidation treatments.
According to our experimental results, the dynamic

structural transformation of supported Cu species is strongly
related to their particle size. Based on AC-STEM images, the
sintering of singly dispersed Cu2+ species into CuO clusters is
similar on various CuAl samples with different CuO loadings,
although the size of the formed Cu clusters may be different.
For CuAl-H samples with low CuO loadings (<0.2 mmol/100
m2), the size of the Cu clusters is mostly around 0.5 nm or
below (see Figure S10), while those Cu clusters in the CuAl
samples with higher CuO loadings shift to a larger size after
reduced in H2. Specifically, a significant part of Cu clusters of
∼0.8 nm with a higher crystalline structure can be observed in
the 04CuAl-H sample after the H2 reduction treatment (see
Figure S9). Moreover, the redispersion of Cu clusters back to
singly dispersed Cu2+ sites vary significantly among different
samples. It has been revealed in the literature that redispersion
of Pt species during the oxidative treatment is related to their
size. For smaller Pt species, redispersion is more favorable than
the big ones.6,7 Herein, the redispersion behavior of
subnanometric Cu clusters is also found to be quite sensitive

to the particle size. From a mechanistic point of view, the
redispersion of CuO clusters into singly dispersed atoms
requires the extraction of Cu2+ ions from the crystalline lattice.
For larger CuO clusters, because of the more packed
arrangement of Cu2+ ions in the particles, higher energy may
be needed. Small CuO clusters with less than 15 Cu atoms
usually exhibit an amorphous geometric structure, which
should be relatively easier to be fragmented.
To understand the mechanism of this redispersion, a carrier-

involved water-assisted dispersion pathway was proposed.
According to the recent studies on migration, agglomeration,
and dispersion of the supported metal species, both the
support58−61 and the reactants14,31−33,62−64 will participate in
the dynamic transformation of supported metal species. For
the CuO/γ-Al2O3 system in this work, we have found that wet
air promotes the redispersion of agglomerated CuOx clusters
on γ-Al2O3. On the one hand, Cu2+, according to previous
reports, tends to diffuse into octahedral Al3+ vacancies on the
γ-Al2O3 surface,65,66 which could be the key for the
confinement of the Cu atoms moving on the surface (see
Figures S2 and S3). On the other hand, water molecules or
hydroxyl groups are known as the ligand for the activation of
Cuδ+. Compared with Cu2+-2Z (Z for the framework negative
charge), it is computed by density functional theory methods
that [Cu(OH)]+-Z is easier to migrate under hydrothermal
conditions (the Gibbs free energy for Cu2+ to detach via a
hydrolysis process is 155 kJ/mol vs 233 kJ/mol for the Cu2+-
2Z).67 Moreover, based on AIMD simulations, the more the
H2O molecules binding to the Cu(II) ions, the more mobile
the Cu(II) structure becomes.26

In summary, we propose a carrier-involved water-assisted
dispersion mechanism. In the presence of water, Cu hydroxide
species ([Cu(OH)x·y(H2O)]

2−x) could be formed and they
may migrate from the CuOx clusters to the octahedral Al3+

vacancies in the γ-Al2O3 support, leading to the redispersion of
CuOx clusters into atomically dispersed Cu.

Catalytic Behaviors of Various CuO/γ-Al2O3 Catalysts.
Based on the dispersion of CuO species in various CuAl
samples and the dynamic transformation of CuO species
during reduction/oxidation treatments, we can further study
the catalytic properties of CuAl samples and try to correlate
the structure−function relationship of CuO species. Herein,
two gas-phase reactions (NO reduction by CO and NH3-SCR)
are chosen as model reactions for deNOx applications. The
amounts of CuO species in all tested samples are kept the same
by dilution of samples with higher Cu loadings.
As shown in Figure 6a, the pristine 01CuAl sample shows

poor activity for NO + CO reaction at 350 °C. When the CuO
loading increases, a significant increase of activity can be
observed for the pristine CuAl catalysts, indicating that
agglomerated CuO species are more active than the isolated
CuO species for NO + CO reaction.
As discussed above, the size of the CuO species can be

modulated by reduction/oxidation treatments. After reduction
by H2 and then oxidation by dry O2, the activity of the
01CuAl-HO sample is much higher than that of pristine
01CuAl. Moreover, we have also tested the activity of 01CuAl-
HW and it shows a medium activity between pristine 01CuAl
and 01CuAl-HO. Combining the results obtained before on
the dispersion of CuO species after various treatments, it is
implied that atomically dispersed Cu2+ sites show poor activity
for NO + CO while agglomerated CuO clusters generated after
reduction and subsequent oxidation by dry air are much more
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active, which is supported by the catalytic results obtained on
other CuAl catalysts with higher CuO loading. On the one
hand, as can be seen in Figure 6a, the activity difference
between the pristine CuAl catalysts with a CuO loading of
0.2−0.6 mmol/100 m2 and the corresponding catalysts after
reduction and subsequent oxidation by dry air (CuAl-HO)
becomes less significant as the CuO loading increases. On the
other hand, the catalytic performances of re-dispersed samples
(namely, the CuAl-HW samples) are closer to that of the
pristine samples when the CuO loading increases. For the
10CuAl sample, the reduction/oxidation treatments have
minor influences on the catalytic performance, which can be
ascribed to the limited structural transformation of Cu species
with a relatively larger particle size during the reduction/
oxidation treatments. These catalytic results indicate that
agglomerated CuO species could be the active sites for NO +
CO reaction while highly dispersed CuO species show poor
activity for this reaction.22 To further explore the correlation
between the dispersion of CuO species and their catalytic
behavior, we also tested the light-off curve of D-04CuAl series
for the product selectivity and the activity (see Figure S11). It
should be mentioned that the major product of all the samples
is N2 and the byproduct is mainly N2O. The selectivity for N2
is usually lower at relatively low temperatures (∼300 °C) than
that of the catalyst at high temperatures (≥350 °C). This is
ascribed to the limited redox activity of Cuδ+ species.
According to the previous reports,68,69 N2O evolution is
correlated with the presence of Cu+ sites, but the production of

N2 requires further reduced Cuδ+ or even Cu0 as active sites.
The in situ reduction of CuO is easier to happen at high
temperature, leading to higher selectivity for N2. Moreover,
based on the literature46,70,71 and the TPR results (see Figure
3a), agglomerated CuO can be reduced at lower temperature
than highly dispersed Cu2+. This higher redox ability explains
the higher activity and selectivity of D-04CuAl-HO, especially
at low temperatures.
A major difference is observed when the SCR of NO by

NH3 (NH3-SCR) is used as the probe reaction. It has been
widely reported in the literature that highly dispersed Cu2+ is
the key to the activity and selectivity for NH3-SCR
reaction.25,29 Because of water and ammonia in the NH3-
SCR reaction environment, a large portion of agglomerated
CuO can be redispersed at high temperatures. As displayed in
Figure 6b, for pristine CuAl samples, the influence of CuO
loading is quite minor, especially for samples with low CuO
loading (≤0.4 mmol/100 m2). When the loading of Cu
increases to higher than 0.6 mmol/100 m2, the activity drops
down because of the formation of more CuO clusters and
crystalline CuO in those samples, resulting in the decrease of
atomically dispersed Cu2+ sites in the working catalysts. For the
light-off curves of D-04CuAl, all the samples exhibit high
activity and selectivity at ∼425 °C (see Figure S12). At higher
temperatures, however, CuO clusters can decrease the
selectivity by oxidizing NO to NO2 because of the higher
redox ability, resulting in relatively lower activity and selectivity
of D-04CuAl-HO and D-04CuAl-HW at temperatures ≥450
°C for some agglomerated CuO particles that were newly
formed or have not been redispersed.
Because the geometric factor could have a significant effect

on the performance of supported catalysts, it is found that
water could tune the activity of CuO/γ-Al2O3 catalysts by
modulating the dispersion of Cu during the redox treatment.
This progress occurs not only during the pretreatment but also
in the catalytic processes (like NH3-SCR).

■ CONCLUSIONS

In this work, we have demonstrated the dynamic evolution of
supported CuOx catalysts under reduction/oxidation treat-
ments systematically. By spectroscopic and microscopic
techniques, it is shown that water plays a key role in the
control of the dispersion of CuOx species during redox
treatments. With the addition of water, agglomeration and
redispersion of CuOx species on the alumina support
modulated by reduction/oxidation treatments can be tuned
significantly. Furthermore, the catalytic behavior of CuO
species in deNOx-related reactions (NO + CO−, NH3 + NO +
O2), which is closely associated with their dispersions, can be
varied by the redox and water treatment consequently. This
work highlights the possibility to control their size distributions
by post-treatments for desired reactions and the importance to
identify the size of active CuOx species for deNOx reactions.
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Figure 6. (a) Catalytic performance of differently pretreated 01CuAl
and D-CuAl samples for NO reduction by CO at 350 °C; (b) catalytic
performance of differently pretreated 01CuAl and D-CuAl samples for
NH3-SCR at 425 °C. Note: for D-CuAl samples with higher CuO
loading than 01CuAl, the catalyst was diluted with γ-Al2O3 to ensure
the same CuO amount in the solid catalyst as the 01CuAl sample.
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Van Tendeloo, G.; Van Aert, S.; Bals, S. Three-Dimensional
Quantification of the Facet Evolution of Pt Nanoparticles in a
Variable Gaseous Environment. Nano Lett. 2019, 19, 477−481.
(16) Dessal, C.; Len, T.; Morfin, F.; Rousset, J.-L.; Aouine, M.;
Afanasiev, P.; Piccolo, L. Dynamics of Single Pt Atoms on Alumina
during CO Oxidation Monitored by Operando X-ray and Infrared
Spectroscopies. ACS Catal. 2019, 9, 5752−5759.
(17) Dessal, C.; Sangnier, A.; Chizallet, C.; Dujardin, C.; Morfin, F.;
Rousset, J.-L.; Aouine, M.; Bugnet, M.; Afanasiev, P.; Piccolo, L.
Atmosphere-dependent Stability and Mobility of Catalytic Pt Single
Atoms and Clusters on γ-Al2O3. Nanoscale 2019, 11, 6897−6904.
(18) Lira, E.; Merte, L. R.; Behafarid, F.; Ono, L. K.; Zhang, L.;
Roldan Cuenya, B. Role and Evolution of Nanoparticle Structure and
Chemical State during the Oxidation of NO over Size- and Shape-
Controlled Pt/γ-Al2O3 Catalysts under Operando Conditions. ACS
Catal. 2014, 4, 1875−1884.
(19) Nagai, Y.; Dohmae, K.; Ikeda, Y.; Takagi, N.; Tanabe, T.; Hara,
N.; Guilera, G.; Pascarelli, S.; Newton, M. A.; Kuno, O.; Jiang, H.;
Shinjoh, H.; Matsumoto, S. i. In Situ Redispersion of Platinum
Autoexhaust Catalysts: An On-Line Approach to Increasing Catalyst
Lifetimes? Angew. Chem., Int. Ed. 2008, 47, 9303−9306.
(20) Centi, G.; Perathoner, S. Modification of the Surface Reactivity
of Vanadium Antimonate Catalysts during Catalytic Propane
Ammoxidation. Appl. Catal., A 1995, 124, 317−337.
(21) Liu, L.; Matsushita, T.; Concepcioń, P.; Leyva-Peŕez, A.;
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Jin, C.; Yang, C.; Nefedov, A.; Wöll, C.; Wang, Y.; Shen, W. Structure
of the Catalytically Active Copper−Ceria Interfacial Perimeter. Nat.
Catal. 2019, 2, 334−341.
(24) Borfecchia, E.; Beato, P.; Svelle, S.; Olsbye, U.; Lamberti, C.;
Bordiga, S. Cu-CHA − a Model System for Applied Selective Redox
Catalysis. Chem. Soc. Rev. 2018, 47, 8097−8133.
(25) Kwak, J. H.; Tonkyn, R.; Tran, D.; Mei, D.; Cho, S. J.; Kovarik,
L.; Lee, J. H.; Peden, C. H. F.; Szanyi, J. Size-Dependent Catalytic
Performance of CuO on γ-Al2O3: NO Reduction versus NH3
Oxidation. ACS Catal. 2012, 2, 1432−1440.
(26) Paolucci, C.; Parekh, A. A.; Khurana, I.; Di Iorio, J. R.; Li, H.;
Albarracin Caballero, J. D.; Shih, A. J.; Anggara, T.; Delgass, W. N.;
Miller, J. T.; Ribeiro, F. H.; Gounder, R.; Schneider, W. F. Catalysis in
a Cage: Condition-Dependent Speciation and Dynamics of
Exchanged Cu Cations in SSZ-13 Zeolites. J. Am. Chem. Soc. 2016,
138, 6028−6048.
(27) Bates, S. A.; Verma, A. A.; Paolucci, C.; Parekh, A. A.; Anggara,
T.; Yezerets, A.; Schneider, W. F.; Miller, J. T.; Delgass, W. N.;
Ribeiro, F. H. Identification of the Active Cu Site in Standard

ACS Catalysis Research Article

DOI: 10.1021/acscatal.9b02773
ACS Catal. 2019, 9, 9840−9851

9849

mailto:sirui@sinap.ac.cn
mailto:gaofei@nju.edu.cn
http://orcid.org/0000-0002-7936-4725
http://orcid.org/0000-0001-8626-5509
http://orcid.org/0000-0002-8393-6669
http://dx.doi.org/10.1021/acscatal.9b02773


Selective Catalytic Reduction with Ammonia on Cu-SSZ-13. J. Catal.
2014, 312, 87−97.
(28) Ma, Y.; Cheng, S.; Wu, X.; Shi, Y.; Cao, L.; Liu, L.; Ran, R.; Si,
Z.; Liu, J.; Weng, D. Low-temperature Solid-state Ion-exchange
Method for Preparing Cu-SSZ-13 Selective Catalytic Reduction
Catalyst. ACS Catal. 2019, 9, 6962−6973.
(29) Jangjou, Y.; Do, Q.; Gu, Y.; Lim, L.-G.; Sun, H.; Wang, D.;
Kumar, A.; Li, J.; Grabow, L. C.; Epling, W. S. Nature of Cu Active
Centers in Cu-SSZ-13 and Their Responses to SO2 Exposure. ACS
Catal. 2018, 8, 1325−1337.
(30) Yamamoto, T.; Tanaka, T.; Kuma, R.; Suzuki, S.; Amano, F.;
Shimooka, Y.; Kohno, Y.; Funabiki, T.; Yoshida, S. NO Reduction
with CO in the Presence of O2 over Al2O3-supported and Cu-Based
Catalysts. Phys. Chem. Chem. Phys. 2002, 4, 2449−2458.
(31) Vennestrøm, P. N. R.; Katerinopoulou, A.; Tiruvalam, R. R.;
Kustov, A.; Moses, P. G.; Concepcion, P.; Corma, A. Migration of Cu
Ions in SAPO-34 and Its Impact on Selective Catalytic Reduction of
NOx with NH3. ACS Catal. 2013, 3, 2158−2161.
(32) Paolucci, C.; Khurana, I.; Parekh, A. A.; Li, S.; Shih, A. J.; Li,
H.; Di Iorio, J. R.; Albarracin-Caballero, J. D.; Yezerets, A.; Miller, J.
T.; Delgass, W. N.; Ribeiro, F. H.; Schneider, W. F.; Gounder, R.
Dynamic Multinuclear Sites Formed by Mobilized Copper Ions in
NOx Selective Catalytic Reduction. Science 2017, 357, 898.
(33) Lee, H.; Song, I.; Jeon, S. W.; Kim, D. H. Inter-particle
Migration of Cu Ions in Physically Mixed Cu-SSZ-13 and H-SSZ-13
Treated by Hydrothermal Aging. React. Chem. Eng. 2019, 4, 1059−
1066.
(34) Clemens, A. K. S.; Shishkin, A.; Carlsson, P.-A.; Skoglundh, M.;
Martínez-Casado, F. J.; Matej̆, Z.; Balmes, O.; Har̈elind, H. Reaction-
driven Ion Exchange of Copper into Zeolite SSZ-13. ACS Catal. 2015,
5, 6209−6218.
(35) Andersen, C. W.; Borfecchia, E.; Bremholm, M.; Jørgensen, M.
R. V.; Vennestrøm, P. N. R.; Lamberti, C.; Lundegaard, L. F.; Iversen,
B. B. Redox-Driven Migration of Copper Ions in the Cu-CHA Zeolite
as Shown by the In Situ PXRD/XANES Technique. Angew. Chem.,
Int. Ed. 2017, 56, 10367−10372.
(36) Hinokuma, S.; Matsuki, S.; Kawabata, Y.; Shimanoe, H.;
Kiritoshi, S.; Machida, M. Copper Oxides Supported on Aluminum
Oxide Borates for Catalytic Ammonia Combustion. J. Phys. Chem. C
2016, 120, 24734−24742.
(37) Chen, Y.; Dong, L.; Jin, Y. S.; Xu, B.; Ji, W. Studies on
Supported Metal Oxide-Oxide Support Interactions (An Incorpo-
ration Model). Stud. Surf. Sci. Catal. 1996, 101, 1293−1302.
(38) Dong, L.; Chen, Y. The Dispersion of Molybdena on Ceria. J.
Chem. Soc., Faraday Trans. 1996, 92, 4589−4593.
(39) Xie, Y.-C.; Tang, Y.-Q. Spontaneous Monolayer Dispersion of
Oxides and Salts onto Surfaces of Supports: Applications to
Heterogeneous Catalysis. In Advances in Catalysis; Eley, D. D.,
Pines, H., Weisz, P. B., Eds.; Academic Press, 1990; Vol. 37, pp 1−43.
(40) Yu, H.-S.; Wei, X.-J.; Li, J.; Gu, S.-Q.; Zhang, S. The XAFS
beamline of SSRF. Nucl. Sci. Tech. 2015, 26, 50102−050102.
(41) Moulder, J. F.; Stickle, W. F.; Sobol, P.; Bomben, K. D.;
Chastain, J. Handbook of X-ray Photoelectron Spectroscopy; PerkinElm-
er Corporation, Physical Electronics Division: Eden Prairie, MN,
1993.
(42) Friedman, R. M.; Freeman, J. J.; Lytle, F. W. Characterization
of CuAl2O3 Catalysts. J. Catal. 1978, 55, 10−28.
(43) Berger, P. A.; Roth, J. F. Copper Oxide Supported on Alumina.
II. Electron Spin Resonance Studies of Highly Dispersed Phases. J.
Phys. Chem. 1967, 71, 4307−4315.
(44) Amano, F.; Tanaka, T.; Funabiki, T. Auto-Reduction of Cu(II)
Species Supported on Al2O3 to Cu(I) by Thermovacuum Treatment.
J. Mol. Catal. A: Chem. 2004, 221, 89−95.
(45) Amano, F.; Suzuki, S.; Yamamoto, T.; Tanaka, T. One-electron
Reducibility of Isolated Copper Oxide on Alumina for Selective NO−
CO Reaction. Appl. Catal., B 2006, 64, 282−289.
(46) Wan, H.; Wang, Z.; Zhu, J.; Li, X.; Liu, B.; Gao, F.; Dong, L.;
Chen, Y. Influence of CO Pretreatment on the Activities of CuO/γ-

Al2O3 Catalysts in CO+O2 Reaction. Appl. Catal., B 2008, 79, 254−
261.
(47) Liu, J.; Duan, S.; Xu, J.; Qiao, B.; Lou, Y. Catalysis by
Supported Single Metal Atoms. Microsc. Microanal. 2016, 22, 860−
861.
(48) Peterson, E. J.; DeLaRiva, A. T.; Lin, S.; Johnson, R. S.; Guo,
H.; Miller, J. T.; Hun Kwak, J.; Peden, C. H.; Kiefer, B.; Allard, L. F.;
Ribeiro, F. H.; Datye, A. K. Low-Temperature Carbon Monoxide
Oxidation Catalysed by Regenerable Atomically Dispersed Palladium
on Alumina. Nat. Commun. 2014, 5, 4885.
(49) Nie, L.; Mei, D.; Xiong, H.; Peng, B.; Ren, Z.; Hernandez, X. I.
P.; DeLaRiva, A.; Wang, M.; Engelhard, M. H.; Kovarik, L.; Datye, A.
K.; Wang, Y. Activation of Surface Lattice Oxygen in Single-Atom Pt/
CeO2 for Low-Temperature CO Oxidation. Science 2017, 358, 1419−
1423.
(50) Hu, Y.; Dong, L.; Wang, J.; Ding, W.; Chen, Y. Activities of
Supported Copper Oxide Catalysts in the NO+CO Reaction at Low
Temperatures. J. Mol. Catal. A: Chem. 2000, 162, 307−316.
(51) Wu, Y.; Gao, F.; Liu, B.; Dai, Y.; Zhu, H.; Zhou, B.; Hu, Y.;
Dong, L.; Hu, Z. Influence of Ferric Oxide Modification on the
Properties of Copper Oxide Supported on γ-Alumina. J. Colloid
Interface Sci. 2010, 343, 522−528.
(52) Abdel-Mageed, A. M.; Rungtaweevoranit, B.; Parlinska-Wojtan,
M.; Pei, X.; Yaghi, O. M.; Behm, R. J. Highly Active and Stable Single-
Atom Cu Catalysts Supported by a Metal−Organic Framework. J. Am.
Chem. Soc. 2019, 141, 5201−5210.
(53) Wang, W.-W.; Yu, W.-Z.; Du, P.-P.; Xu, H.; Jin, Z.; Si, R.; Ma,
C.; Shi, S.; Jia, C.-J.; Yan, C.-H. Crystal Plane Effect of Ceria on
Supported Copper Oxide Cluster Catalyst for CO Oxidation:
Importance of Metal−Support Interaction. ACS Catal. 2017, 7,
1313−1329.
(54) Dinh, K. T.; Sullivan, M. M.; Narsimhan, K.; Serna, P.; Meyer,
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