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Morphology effects on surface 
chemical properties and lattice 
defects of Cu/CeO2 catalysts applied 
for low-temperature CO oxidation
Fang Dong1, Yu Meng2, Weiliang Han1, Haijun Zhao1 & Zhicheng Tang1

Here, we synthesized a series of Cu/CeO2 catalysts with different morphology and size, including Cu/
ceo2 nanospheres (Cu/CeO2-S), Cu/CeO2 nanoparticles (Cu/CeO2-P), Cu/CeO2 nanorods (Cu/CeO2-R) 
and flower-like Cu/CeO2 microspheres (Cu/CeO2-F) to systematically explore the structure-activity 
relationship in CO oxidation. Crucially, the effect of morphology, crystal size, Ce4+/Ce3+ species, oxygen 
vacancies derived from the removal of lattice oxygen (Olatt) species in CeO2 and lattice defect sites on 
CO activity was revealed through various characterizations. It was clearly discovered that the activity 
of these catalysts was as follows: Cu/CeO2-R > Cu/CeO2-P > Cu/CeO2-S > Cu/CeO2-F, and the Cu/CeO2-R 
catalyst preferentially showed the best catalytic performance with a 90% conversion of CO even at 
58 °C, owned the smaller particles size of CeO2 and CuO, and exhibited the higher concentration of 
olatt species and oxygen vacancies. Besides, it is also verified that the Cu/CeO2-F sample exhibited 
the larger CeO2 crystal size (17.14 nm), which led to the lower Cu dispersion and CO conversion, even 
at 121 °C (T90). Most importantly, we discovered that the amount of surface lattice defect sites was 
positively related to the reaction rate of CO. Simultaneously, DFT calculation also demonstrated that 
the introduced oxygen vacancies in CeO2 could accelerate the oxidation of CO by the alteration of CO 
adsorption energy. Therefore, the morphology, the crystal size, the content of oxygen vacancies, as 
well as lattice defects of Cu/CeO2 catalyst might work together for CO oxidation reaction.

Carbon monoxide (CO) has considered as a toxic air pollutant. Especially, it is harmful to the environment and 
human health1–4. For the emission of CO, a large number of technologies have been developed, including absorp-
tion, photocatalytic oxidation, and thermal catalytic oxidation5–9. Among, the catalytic oxidation of CO is treated 
as the most efficient method to eliminate CO, because of the oxidation elimination of CO with the high efficiency 
and low cost10–12. However, developing an effective heterogeneous catalyst to promote CO oxidation at low tem-
perature still remains a great challenge. Therefore, it is highly desirable to develop a series of catalysts with out-
standing activity at low temperature, reduce the energy consumption and remove the high concentration CO at 
low cost.

Recently, a large number of works13–16 have verified that transition-metal oxides are promising candidates 
for CO oxidation. Especially, cerium oxide (CeO2) is widely used as an efficient replacement of noble metals in 
heterogeneous catalytic oxidation reaction17,18. The reason is related to its ability to switch between Ce4+ and Ce3+ 
oxidation states during the reaction process. Generally, ceria-based catalysts in heterogeneous catalytic field may 
exist three configurations, including metal/oxide, oxide/metal and {oxide + metal}/oxide17. It is worth our atten-
tion that the metal/oxide configuration is the most common in industrial application. Accordingly, the catalysts 
with the metal/oxide configuration have been used to the oxidation reaction of CO as a major air pollutant19, such 
as the synthesis of valuable chemicals derived from the conversion of CO2 20,21, the water-gas shift reactions and 
the reforming of hydrocarbons22–25. However, there are some disadvantages when bulk ceria is used as a stable 
oxide support, which limits the activity of catalysts. For instance, L. Ma et al.26 reported that Ag/CeO2 nanosphere 
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catalyst prepared by a one-step hydrothermal method exhibited much higher catalytic activity in formaldehyde 
oxidation reaction than normal Ag/CeO2 particles prepared by conventional impregnation method, which was 
attributed to the more surface chemisorbed oxygen on the Ag/CeO2 nanosphere catalyst. Besides, L. Qi et al.27 
also reported that the cerium precursors exerted a great influence on the texture and chemical properties of 
CuO-CeO2 catalysts. Therefore, the structure of CeO2 as support is vitally significant for improving the activity 
of ceria-based catalysts.

Besides, it is well-known that copper-based solids are attractive because of their application as efficient cata-
lysts in various redox reactions, including the oxidation of CO and volatile organic compounds28,29, alcohol syn-
thesis30,31, the water-gas shift reactions and so on22,32,33. Numerous works34–36 have verified that copper particles 
size with nanometre range (1 to 100 nm) can greatly promote their catalytic performance, especially in CO and 
hydrocarbons oxidation reaction. For example, J. Sun et al.37 discovered that the synergistic effect between the 
dispersion of copper and ceria species could promote the catalytic performance of CuCeAl catalysts. Recently, 
W. Wang et al.38 discovered that the exposed crystal planes of CeO2 support and surface copper species are the 
key factors to determine the catalytic performance of CuCe catalysts. Besides, L. Du et al.39 also reported that the 
excessive loadings of copper can strongly affect the dispersion of copper and thus lead to the formation of less 
active copper species. D. Zhang et al.40 synthesized a series of Cu-doped CeO2 hollow spheres by a simple hydro-
thermal method, and discovered that the superior catalytic performance for CO oxidation reaction is ascribed to 
the porous spherical structure, high redox capability and high oxygen vacancy. Accordingly, a series of designed 
Cu/CeO2 catalysts with different morphology can be synthesized and investigated in this work.

Herein, we synthesized a series of CeO2 supports with different morphology and size, including CeO2 nano-
particles (20 nm), CeO2 nanospheres (200 nm), CeO2 nanorods (20–40 nm) and flower-like CeO2 microspheres 
(4 µm). After that, copper species (15 wt %) was anchored on these CeO2 surface through deposition precipita-
tion method, which made it possible to play the key role in modulating the interaction of Cu species and CeO2 
derived from the morphology effect. Notably, it was discovered that CuO NPs deposited on nanorods CeO2 
mainly exposed {110} crystal planes, which was much more reactive than that on nanoparticles CeO2 exposed 
{100} in CO oxidation. More interestingly, it was confirmed that the nanorods Cu/CeO2 catalyst was beneficial to 
the formation of surface oxygen vacancies derived from the removal of lattice oxygen (Olatt) species in CeO2 with 
the stronger interaction between Cu species and CeO2 nanorods, while the flower-like CeO2 microspheres was 
adverse for the formation of oxygen vacancies. Besides, the morphology of CeO2 support greatly altered the par-
ticles size of CeO2 and CuO, which were also considered as one of factors to determine the catalytic performance 
of Cu/CeO2 catalysts.

Results and Discussion
Catalytic performance in CO oxidation reaction. As we all know, the morphology of catalysts would 
greatly affect its catalytic performance, thus we take CO oxidation as an example to evaluate the catalytic activity 
and stability of these Cu/CeO2 catalysts. According to Fig. 1a, the Cu/CeO2-R catalyst exhibited better activity 
than other three catalysts, with 90% CO conversion at 58 °C, which was substantially lower than the correspond-
ing temperature for the Cu/CeO2-F catalyst (T90 = 121 °C). In addition, it was also discovered that the complete 
conversion temperature of CO over Cu/CeO2-P catalyst at 91 °C was close to that of Cu/CeO2-S catalyst at 103 °C.

Figure 1b showed Arrhenius plots of CO conversion with respect to the inverse reaction temperature. The 
apparent reaction barriers (Supporting Information) are derived as 37.2 kJ mol−1, 74.5 kJ mol−1, 82.4 kJ mol−1 and 
153.6 kJ·mol−1 for the Cu/CeO2-R, Cu/CeO2-P, Cu/CeO2-S and Cu/CeO2-F catalysts, respectively. All the reac-
tion results indicated that the CeO2 nanorods covered with Cu NPs exhibited the best CO oxidation activity. The 
introduction of CeO2 nanorods greatly decreased the energy barrier of CO oxidation reaction, while the using of 
flower-like CeO2 microspheres resulted in the higher energy barrier of CO oxidation.

Besides, in Fig. 1c the CO oxidation reaction rate for Cu/CeO2-R, Cu/CeO2-P, Cu/CeO2-S and Cu/CeO2-F are 
respectively 8.7 × 10−6 mol gcat

−1 s−1, 5.6 × 10−6 mol gcat
−1 s−1, 2.7 × 10−6 mol gcat

−1 s−1, and 0.2 × 10−6 mol gcat
−1 s−1.  

The CO reaction rate of Cu/CeO2-R catalyst is about 40 times higher than that of Cu/CeO2-F catalyst, indicating 
that the morphology of Cu/CeO2 catalysts greatly affected their catalytic performance.

The thermal stability is very important for the practical application of catalyst, and thus the cycle stability of 
Cu/CeO2-R catalyst is tested at different temperature. According to Fig. 1d, the Cu/CeO2-R catalyst was tested 
through three runs, and it was discovered that CO conversion at the third run still kept almost equivalent with the 
first run. These results verified that the Cu/CeO2-R catalyst owned the superior thermal stability.

For practical circumstance, there is generally a small amount of H2O vapor in the feed gas. Thus, the H2O 
resistance was performed at 58 °C on the best Cu/CeO2-R catalyst (Fig. 2a). Interestingly, it could be seen that the 
introduction of 3% H2O at 58 °C resulted in an obvious increase of CO conversion from 90% to 100% over Cu/
CeO2-R catalyst. Simultaneously, a 100% conversion of CO could keep 9 h and then exhibited a decline. When the 
CO conversion decreased to 75% in the present of H2O, we turned off H2O and it resulted in a gradual increase of 
CO conversion, indicating that H2O played the significant role in promoting the conversion of CO. However, the 
excessive present of H2O would lead to the deactivation of Cu/CeO2-R catalyst, and the reasons might be related 
to the comparative adsorption of H2O and CO on the surface of catalysts41. A. Martínez-Arias et al.42 reported 
that the deactivation of a CuO/CeO2 catalyst under humidity conditions CO oxidation are mainly related to the 
modifications of interfacial sites due to the formation of specific carbonates and a blocking effect induced by the 
presence of adsorbed molecular water, respectively. The decrease of active sites could limit the catalytic activity of 
CO oxidation. Accordingly, the dramatic fast drop of CO conversion after 9 hours in this work might be related to 
a blocking effect induced by the presence of excessively adsorbed water molecules. It was also easy to understand 
about a gradual increase of CO conversion after stopping water, and the excessively adsorbed molecular water was 
slowly consumed, thereby weakening the competitive adsorption capacity of the active sites to expose more active 
sites for adsorption and activation of CO and O2 molecules.
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To define the specific promotion degree of H2O, in further we investigated the effect of H2O at the different 
reaction temperature and compared CO conversion with respect to temperature. According to Fig. 2b, we discov-
ered that the CO conversion increased from 18% to 54% at 40 °C under humidity, while the further increase of 
reaction temperature led to the obvious improvement of CO conversion. For example, the reaction temperature 
increased from 40 °C to 45 °C, which resulted in the extremely significant increase of CO conversion from 24% to 
100%. For Fig. 2b, it was discovered that the promotion of H2O became more and more critical with the increase 
of reaction temperature.

Texture properties and Morphology of these Cu/CeO2 catalysts. The textural properties of CeO2 
and Cu/CeO2 samples were explored from their corresponding N2 adsorption-desorption isotherms at −196 °C. 
The BET specific surface area and cumulative pore volume were summarized in Tables 1 and S1. As shown in 

Figure 1. CO conversion (a), Arrhenius plots of CO reaction under CO conversion below 10% (b), CO reaction 
rate (rCO) derived from Arrhenius plots (c) of these Cu/CeO2 catalysts with different morphology, the cyclic 
stability of Cu/CeO2-R catalyst (d).

Figure 2. Water resistance (a), the promotion role of H2O (b) over the Cu/CeO2-R catalyst.

https://doi.org/10.1038/s41598-019-48606-2
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Fig. S1a, the isotherm of all CeO2 and Cu/CeO2 samples exhibited the reversible type IV isotherm, according to 
the IUPAC classification. The characteristic of all CeO2 and Cu/CeO2 catalysts with an important contribution of  
mesoporous was exhibited in Fig. S1b, which was concluded from the sharp increase of the pore volume at low p/p0.  
Besides, BET specific surface area of these Cu/CeO2 catalysts is ranging between 88.6 m2 g−1 and 28.5 m2 g−1, 
and the reason is most probably attributable to the size difference of CeO2 and a certain degree of pore blockage 
caused by the presence of copper species on the surface of CeO2.

The morphology of CeO2 not only affected the exposed crystal plane, but also modulated the size of supported 
CuO NPs as it was treated as support. Herein, to explore the relation of morphology and the exposed crystal 
plane, SEM, TEM and HRTEM analysis were conducted. According to Fig. 3, we discovered that these Cu/CeO2 
catalysts formed their unique morphology, such as a Cu/CeO2-R with nanorods shape, a Cu/CeO2-S with nano-
spheres shape, a Cu/CeO2-P with nanoparticles shape and a Cu/CeO2-F with flower-like microspheres shape. 
The Cu/CeO2-P catalyst was constructed by a large number of small nanoparticles with average sizes of around 
10–20 nm (Figs 3a and S2), and the exposed crystal planes were related to (200) and (111) with inter-planar spac-
ings of 0.27 and 0.32 nm, respectively (Figs 3b and S3). The Cu/CeO2-S catalyst was composed of nanospheres 
with diameter of 250 nm (Figs 3c and S4), and the HRTEM images verified that the Cu/CeO2-S also exposed 
the (200) and (111) crystal planes with interplanar spacings of 0.27 and 0.32 in Figs 3d and S5. The Cu/CeO2-R 
catalyst derived from lots of nanorods with lengths of 30–100 nm (Figs 3e and S6), and the HRTEM images dis-
played the (220) and (111) lattice fringes with the inter-planar spacing of 0.28 and 0.19 nm (Figs 3f and S6). For 
Figs 3g and S8, the Cu/CeO2-F catalyst was composed of flower-like microspheres with the diameter of 4 µm, 
and its HRTEM images exhibited the (200) crystal planes with inter-planar spacings of 0.27 nm (Figs 3h and S9). 
Therefore, the above results suggested these Cu/CeO2 catalysts with different morphology exposed the different 
crystal planes: the {111} and {100} crystal planes for Cu/CeO2-P and Cu/CeO2-S catalysts, the {110} crystal planes 
for Cu/CeO2-R catalyst, and the {100} crystal planes for Cu/CeO2-F catalyst. Combined with their activity, it was 
considered that the exposed (110) crystal planes of CeO2 nanorods might be beneficial to promote the conversion 
of CO.

Size effect of CeO2 and Cu nanoparticles (NPs). Figure 4 shows the XRD patterns of Cu/CeO2 catalysts 
with different morphology. According to Fig. 4, these Cu/CeO2 samples exhibited the diffraction peaks at 28.5°, 
33.1°, 47.5° and 56.3°, indicating that the main diffraction peaks of these Cu/CeO2 samples matched with the 
fluorite-type cubic CeO2 phase (JCPDS 89–8436). The crystal size was calculated according to Scherrer equation, 
and half width of CeO2 (111) plane at 2θ = 28.5° was selected. The half width at 28.5° follows the order of Cu/
CeO2-S < Cu/CeO2-R < Cu/CeO2-P < Cu/CeO2-F (Table 1), indicating that the morphology and texture proper-
ties of CeO2 support greatly altered its crystal size. Notably, in Fig. 4 the Cu/CeO2-F sample displayed two weak 
diffraction peaks of CuO (JCPDS 80–1268) at 2θ of 35.6° and 38.7°, and the Cu/CeO2-R sample also displayed 
two extremely weak diffraction peaks of CuO at 35.6° and 38.7°, indicating that copper oxide crystal size of Cu/
CeO2-R was further smaller than that of Cu/CeO2-F. However, it is no obvious CuO diffraction peak for Cu/
CeO2-S and Cu/CeO2-P, which was possibly related to the contribution of the ultra-small CuO grain on these two 
catalysts. Therefore, it was concluded that the difference of CeO2 morphology and crystal size might also lead to 
the growth difference of CuO grain (Fig. S10). Combined with the reaction rate of CO (rco) on these Cu/CeO2 cat-
alysts, it was discovered that the lower rco of Cu/CeO2-F catalyst might be due to the larger CeO2 and CuO crystal 
size, which decreased the dispersion of CuO NPs and inhibited the conversion of CO.

In order to verify the reducibility of these Cu/CeO2 catalysts, H2-TPR analysis was conducted, and the results 
shown in Fig. 5. It was discovered that Cu/CeO2-R catalyst exhibited an asymmetric reduction peak at 226 °C, 
and Cu/CeO2-P catalyst also showed an asymmetric reduction peak at 232 °C. Besides, the Cu/CeO2-S and Cu/
CeO2-F catalysts respectively appeared asymmetric reduction peak at 236 °C and 249 °C. These asymmetric 
reduction peaks might be related to the different particles size of CuO NPs and the interaction of Cu species and 
CeO2 support. The former works43,44 reported that the small CuO particles are more easily reduced than large 
CuO particles. Therefore, it was verified that the Cu/CeO2-F catalyst owned the larger CuO particles. Similarly, 
the particles size of CuO on these catalysts is in the order of Cu/CeO2-F > Cu/CeO2-S > Cu/CeO2-P > Cu/
CeO2-R catalysts on basis of H2-TPR analysis. The smaller CuO NPs can accelerate the oxidation of CO45, which 
may be one of the reasons that Cu/CeO2-R catalyst exhibited the best activity in CO oxidation reaction. Besides, 
the strong interaction of Cu species and CeO2 support (Ce4+ + Cu+ → Ce3+ + Cu2+) was advantageous to promot-
ing the dispersion of copper species, and then it might be considered that the Cu/CeO2-R catalyst had a stronger 

Catalysts
SBET

a 
(m2/g)

Dp
a 

(nm)
Vp

a 
(cm3/g)

dCeO2
b 

(nm)
dCuO

b 
(nm)

dCeO2
c 

(nm)
dCuO

c 
(nm)

Cu loadingd 
(wt %)

H2 uptakee 
(µmol H2/gcat)

Cu/CeO2-P 76.4 7.29 0.18 9.84 — 19 7.5 12.96 187

Cu/CeO2-S 88.6 8.60 0.23 9.48 — 22 11.0 15.07 154

Cu/CeO2-R 84.7 10.88 0.29 9.65 — 15 6.0 12.34 167

Cu/CeO2-F 28.5 10.44 0.11 17.14 19.46 40 23.0 12.62 131

Table 1. Texture characteristics of the Cu/CeO2 catalysts with different morphology. aThe BET surface area, 
pore volume, and pore size were determined by N2 physical-adsorption, bCrystal size of CeO2 (111) and CuO 
was calculated according to Scherrer equation, cParticles size of CeO2 and CuO was calculated according to 
TEM analysis (Fig. S9), dElement content was measured by ICP-OES, eActual amount of hydrogen consumption 
was obtained by H2-TPR.
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interaction between Cu species and CeO2 nanorods. The H2-TPR results are consistent with CO-TPR (Fig. S11). 
Besides, the reduction peak above 300 °C was not experimentally included, and then we assumed that the surface 
oxygen originated from the complete reduction of Cu2+ to Cu°. In order to quantitatively determine the quality 
hydrogen consumption, a series of pure CuO samples are treated as the reference, and the H2 uptake (µmol H2/
gcat) of these Cu/CeO2 catalysts is calculated by the external standard method in Table 1. On basis of standard 
curve for hydrogen consumption of different masses of CuO, the amount of H2 assumption over these Cu/CeO2 
samples follows the order of Cu/CeO2-P > Cu/CeO2-R > Cu/CeO2-S > Cu/CeO2-F, which is attributed to the dif-
ferent amounts of oxygen derived from the bulk and surface CuxO (x ≤ 2).

The surface chemical properties and lattice defects. In order to obtain the chemical state and the 
surface composition information of these Cu/CeO2 catalysts, the XPS characterization was performed. Figure 6a 
showed the Ce 3d XPS spectra of Cu/CeO2 catalysts. Accordingly, it was divided into the ten peaks corresponding 

Figure 3. SEM, TEM and HRTEM patterns of the Cu/CeO2 catalysts: (a) TEM of Cu/CeO2-P catalyst, (b) 
HRTEM of Cu/CeO2-P catalyst; (c) TEM of Cu/CeO2-S catalyst, (d) HRTEM of Cu/CeO2-S catalyst; (e) TEM 
of Cu/CeO2-R catalyst, (f) HRTEM of Cu/CeO2-R catalyst; (g) SEM of Cu/CeO2-F catalyst, (h) HRTEM of Cu/
CeO2-F catalyst.
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Figure 4. XRD patterns of the Cu/CeO2 catalysts with different morphology.

Figure 5. H2-TPR patterns of the Cu/CeO2 catalysts with different morphology.

Figure 6. (a) Ce 3d and (b) O1s XPS analysis of these Cu/CeO2 catalysts.

https://doi.org/10.1038/s41598-019-48606-2
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to five pairs of Ce 3d spin-orbit doublets. There are two types spin-orbit components, including the Ce 3d3/2 
(marked as u0-u”’) and the Ce 3d5/2 (marked as v0-v”’). Generally, oxygen vacancies were formed in the CeO2 flu-
orite lattice to maintain charge balance, and the number of oxygen vacancies affected the adsorption properties of 
Ce-based catalysts. For Fig. 6a, the peaks of u°, u’, v° and v’ were related to the 3d3/2 and 3d5/2 of Ce3+ species, and 
other peaks were ascribed to the Ce4+ species46–49. The relative content of Ce3+ species can be calculated on basis 
of peak area ratio of u°, u’, v° and v’ to the total peak area of Ce 3d (Table 2). The production of surface oxygen 
vacancy derived from the removal of lattice oxygen (Olatt) species in CeO2 and resulted in the formation of Ce3+ 
species (Ce4+ + e− → Ce3+ + ◇), since the content of Ce3+ species can semi-quantitatively determine the surface 
oxygen vacancy. According to Table 2, the surface content of Ce3+ species is in the order of Cu/CeO2-F > Cu/
CeO2-R > Cu/CeO2-S > Cu/CeO2-P catalysts, indicating that the Cu/CeO2-F and Cu/CeO2-R catalysts owned the 
relative more surface oxygen vacancies. Combined with Figs 1a and 6a, it was discovered that the CO oxidation 
activity might be also related to the amount of surface oxygen vacancies (Ce3+ species), indicating that surface 
oxygen vacancies played the key role in determining the conversion of CO. However, due to the lower dispersion 
of CuO species over the Cu/CeO2-F catalyst exhibited the lower CO oxidation activity, indicating the Ce3+ species 
and the dispersion of CuO species both affected the activity of Cu/CeO2 catalyst.

The XPS spectra in the O 1 s region can also be deconvoluted into two peaks in Fig. 6b. According to former 
reports50,51, the peak with high binding energy was related to the surface adsorbed oxygen species (denoted as 
Oads), and the peak with low binding energy was assigned to surface lattice oxygen species (denoted as Olatt). 
The binding energy of the lattice oxygen (Olatt) in Ce (IV) oxide was about 529.6 eV. The binding energy of 
Oads on the surface of ceria oxide, such as hydroxyl groups on the surface, oxygen chemisorbed on the surface, 
grain-boundary impurities and oxide ions in the defective CeOx (x < 2) was about 531–533 eV52–54. Yao. K et al.55–57  
also reported that the binding energy of lattice oxygen (Olatt) in Cu2O phase shifted to 530.3 eV, the binding 
energy of the lattice oxygen (Olatt) in CuO phase was related to 529.3–529.6 eV, and the binding energy of the 
oxygen (Oads) adsorbed on the surface of CuO and -Cu2O phase was ascribed to at 531.5 eV. Accordingly, it was 
concluded that in this work the binging energy of peaks was close to that of lattice oxygen in CuO and Ce (IV) 
oxide, indicating that CuO and Ce (IV) oxide phases were formed in these Cu/CeO2 catalysts. Generally, for CO 
oxidation reaction, the Olatt species were considered as the active oxygen58. Herein, we calculated the content of 
Olatt species according to the peak area, and the results in Table 2 showed that the content of Olatt follows in order 
of Cu/CeO2-R > Cu/CeO2-P > Cu/CeO2-S > Cu/CeO2-F. Generally, the removal of Olatt species in CeO2 would 
form a large number of oxygen vacancies, which is advantageous to promoting the conversion of CO.

In order to theoretically explore the role of oxygen vacancy on CeO2 surface, a density functional theory 
(DFT) calculation was also conducted. The calculation was done by density functional theory (DFT) method 
employing the VASP package with PBE + U (Ueff = 5.0 eV) approximation59–61. First, CO adsorption energy on 
the CeO2 (110), (111) and (100) surface without oxygen vacancy was systematically investigated, and the results 
shown in Fig. 7. The adsorption of CO on the clean CeO2 (110) surface existed two models, including the adsorp-
tion on the O-O bridge site and the top of Ce. The adsorption energy on these two models of the clean CeO2 (110) 
surface was calculated, and the Eads° was respectively −3.28 eV and −0.21 eV in Table 3. Besides, the adsorption 
energy of CO on the clean CeO2 (111) surface is −0.18 eV, which was considered on the top of Ce atom. Similarly, 
it was also found that CO adsorption on the clean CeO2 (100) surface was greatly unstable. When the oxygen 
termination is selected, CO can immediately react with the oxygen to form CO2.

Comparatively, the adsorption energy of CO on the CeO2 (110), (100) and (111) surface with oxygen vacancy 
is also investigated using DFT method. Before this, the formation energy on the CeO2 (110), (111) and (100) 
surface with oxygen vacancy is necessarily explored, and the results shown in Fig. 8a and Table 3. The adsorption 
of CO on the CeO2 (110) surface containing oxygen vacancy also existed two models, including the adsorption 
on the O-O bridge site and the top of Ce atom. The adsorption energy of CO at the O-O bridge site of CeO2 (110) 
surface is −3.78 eV, which is higher than that of the clean CeO2 (110) surface. The adsorption energy of CO at the 
top of Ce atom is −0.21 eV, which is the same to that of the clean CeO2 (110) surface. In addition, the adsorption 
energy of CO on the CeO2 (111) surface is −0.67 eV, which is lower than that of the clean CeO2 (111) surface. 
Besides, it is found that CO adsorption energy on the CeO2 (100) surface is −0.33 eV, indicating that the existence 
of oxygen vacancy decrease CO adsorption energy of CeO2 (100) surface. Interestingly, the formation of oxygen 
vacancy on the CeO2 (110) surface could enhance the adsorption of CO due to the decrease of adsorption energy, 
which is vitally significant for promoting the conversion of CO. Combined with Figs 1, 3 and 8, it is verified that 
the CeO2 (110) crystal plane is advantageous to promote CO oxidation, which is also one of the reasons that Cu/
CeO2-R sample exhibited the superior performance in CO oxidation reaction.

Catalysts
the exposed crystal 
planes of CeO2

a Ce3+/{Ce3+ + Ce4+}b Olatt/{Olatt + Oads}b Cu/Cec ID/IF2g
d T90

e(°C)

Cu/CeO2-P (100) (111) 5.97 49.48 1.34 0.65 91

Cu/CeO2-S (100) (111) 8.52 49.43 1.02 0.36 103

Cu/CeO2-R (110) (111) 8.67 49.52 1.81 0.68 58

Cu/CeO2-F (100) 9.11 48.57 3.37 0.13 121

Table 2. Chemical properties of the Cu/CeO2 catalysts with different morphology. aThe exposed crystal planes 
of CeO2 according to HRTEM analysis, bamount of per elements on the surface of samples was obtained by 
XPS characterization, cthe atomic ratio of Cu/Ce was obtained by XPS analysis, dthe amount of defect sites was 
evaluated through Raman characterization, ereaction temperature reaction tem perature at 90% CO conversion.

https://doi.org/10.1038/s41598-019-48606-2


8Scientific RepoRtS |         (2019) 9:12056  | https://doi.org/10.1038/s41598-019-48606-2

www.nature.com/scientificreportswww.nature.com/scientificreports/

Raman characterization was performed on these CeO2 and Cu/CeO2 catalysts to further investigate their 
surface information. As shown in Figs 9 and S13, the peak centered at 458 cm−1 in Raman spectra was ascribed 
to the F2g symmetric vibration (Ce-O-Ce stretching). According to work62, the peak centered at near 464 cm−1 
was related to the pure cubic fluorite CeO2. The obvious red shift of F2g peak in these Cu/CeO2 samples indicated 
the change of surface crystal lattice parameter in CeO2

63. Besides, a broad peak of the Raman spectra centered 
at 600 cm−1 is due to the existence of oxygen vacancy on the surface of these Cu/CeO2 catalysts64. The relative 
amount of oxygen vacancy can be calculated as intensity ratio of bands centered at 600 cm−1 and 458 cm−1 (ID/
IF2g)27, also indicating the relative amount of surface lattice defect site, and the results were summarized in Table 2. 
It was discovered that the ID/IF2g ratio of the Cu/CeO2-R catalyst was higher, indicating the relative amount of sur-
face lattice defect site was more. Besides, the ID/IF2g ratio of Cu/CeO2-P catalyst is very close to that of Cu/CeO2-R 
catalyst. The ID/IF2g ratio indicated that the morphology of Cu/CeO2 catalysts can greatly modulate the surface 
lattice defect sites due to the strong interface interaction between CuO NPs and CeO2. The above results suggested 
that the CeO2 nanorods as support can notably promote the production of more surface lattice defect sites.

The relation of surface lattice defect sites and CO activity on these Cu/CeO2 catalysts was associated in Fig. 10. 
Through comparing the relation of surface lattice defect sites derived from Raman analysis and rCO in Fig. 10a, 
we discovered that the surface lattice defect sites was also a factor in promoting the conversion of CO, and the 
amount of surface lattice defect sites was positively related to rCO. Besides, in Fig. 10b, the relation of lattice oxygen 
species (Olatt) derived from O1s XPS was also positively related to the activity of Cu/CeO2 catalyst in CO oxida-
tion reaction. Therefore, the increase of surface lattice defect sites would be beneficial to improving the catalytic 
performance of Cu/CeO2 catalysts, which can modulate the adsorption properties of reactant molecular.

Combined with a series of characterizations and DFT calculation, it was verified that morphology of CeO2 
played the key role in determining the dispersion of supported Cu NPs, its exposed crystal plane, the interaction 
of Cu species and CeO2 support, the number of Olatt species and oxygen vacancies, which were vitally important 
for improving the catalytic performance of Cu/CeO2 catalysts. For example, former works38,65,66 considered that 
the Ce-based catalysts with exposed CeO2 (111)/(100) planes owned much higher activity in comparison to the 
Ce-based catalysts exposed by CeO2 (110)/(100) planes, indicating that the exposed plane was vitally important 
for determining the catalytic activity of Ce-based catalyst. Simultaneously, we discovered that the lattice oxygen 
species (Olatt) exhibited the effect on catalytic performance of Cu/CeO2 catalysts in CO oxidation reaction, and 
then a reaction pathway was proposed over Cu/CeO2 catalysts in Fig. 11. Combined with the O 1s XPS character-
ization, it was verified the Cu/CeO2-R catalyst exhibited the more Olatt species, which might be the main reason 
with the better activity in CO oxidation reaction. The oxidation of CO over the Cu/CeO2-R catalyst is as follows: 
CO molecular first adsorbed the metal active sites, and thus reacted with the adjacent lattice oxygen (Olatt) to form 
CO2, H2O and oxygen vacancy. Afterwards, O2 molecular was absorbed and replenished into this oxygen vacancy, 

Figure 7. Adsorption of CO molecule at the different crystal planes of pure CeO2.

Crystal 
planes Eads

0a E(F)
b Eads

c

(111) −0.18 −0.26 −0.67

(110) −3.28/−0.21 −1.35 −3.78/−0.21

(100) Unstable −10.62 −0.33/−0.04

Table 3. Adsorption energy of CO molecular and Formation energy of oxygen vacancies on the top of CeO2. 
aCO adsorption energy on the clean CeO2 surface without oxygen vacancies, bthe formation energy of oxygen 
vacancies at the CeO2 surface, cCO adsorption energy on the CeO2 surface with oxygen vacancies.
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and reacted with another CO molecular. So far, a redox cycle was completed. A large number of works67,68 also 
reported that oxygen vacancies are very significant for promoting the conversion of CO. Therefore, the morphol-
ogy and size of CeO2 could not only modulate the dispersion of supported metal, but also alter the interaction of 
Cu species and CeO2 support (Ce4+ + Cu+ → Ce3+ + Cu2+), the amount of lattice oxygen (Olatt) species and lattice 
defect sites, which played the important role in determining the reaction rate of CO.

Figure 8. (a) Formation energy of oxygen vacancies on the different crystal planes of CeO2, (b) Adsorption of 
CO molecule at the different crystal planes of CeO2 surface with oxygen vacancies.

Figure 9. Raman spectra of the Cu/CeO2 catalysts with different morphology.
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The promoting role of H2O on the catalytic performance of Cu/CeO2-R catalyst. It has been ver-
ified that Cu/CeO2-R catalyst owned the best catalytic performance in CO oxidation reaction, and the excellent 
H2O resistance was also discovered. To explore the promoting role of H2O, the used Cu/CeO2-R catalyst was 
systematically analyzed on basis of a series of characterizations, and the results were listed in Fig. 12. It was 
discovered that the XRD of used Cu/CeO2-R catalyst is the same to that of fresh Cu/CeO-R catalyst, indicating 
that its phase composition remained unchanged before and after H2O resistance reaction. Interestingly, the XPS 
results verified that the Ce3+ and Olatt species of used Cu/CeO2-R catalyst are obviously higher than that of fresh 
Cu/CeO2-R catalyst, suggesting that the adsorption of H2O in the surface of Cu/CeO2-R catalyst can promote the 
formation of surface Ce3+ species. More importantly, the results of Raman also verified that the obvious increase 
of surface lattice defect sites was discovered on used Cu/CeO2-R catalyst in Fig. S14. Besides, the H2-TPR charac-
terization of Cu/CeO2-R catalyst after H2O resistance reaction was also investigated (Fig. S15), and the results is 
consistent with XRD results. The above results confirmed that the formation of Ce3+ species and the increase of 
surface lattice defect sites in humidity conditions were the main factors to strengthen the H2O resistance of Cu/
CeO2-R catalyst.

Conclusion
In summary, Cu/CeO2 catalysts with different morphology and size have been successfully synthesized by hydro-
thermal and solvothermal methods, and followed by deposition precipitation process. Notably, these catalysts 
were studied for the catalytic oxidation of CO under dry and humid conditions to explore the shape effect on CO 
oxidation performance. The results verified that the complete conversion temperature of CO was 60 °C on Cu/
CeO2-R catalyst, 90 °C on Cu/CeO2-P catalyst, 105 °C on Cu/CeO2-S catalyst and 125 °C on Cu/CeO2-F catalyst, 
respectively. Based on a series of characterizations, it was concluded that the Cu/CeO2-R catalyst exposed the 
highly active CeO2 (110) crystal plane, owned the smaller particle size of CeO2 and CuO, formed the stronger 
interaction between Cu species and CeO2 nanorods (Ce4+ + Cu+ → Ce3+ + Cu2+), and formed a large number 
of oxygen vacancies derived from the removal of lattice oxygen (Olatt) species in CeO2 and the lattice defect 
sites, which jointly promoted the conversion of CO at low temperature (T90 = 58 °C). In addition, the presence of 
humidity greatly improved the activity of Cu/CeO2-R catalyst, exhibited an obvious increase of CO conversion 
at the same conditions and required for the reaction to reach 100% CO conversion at the lower temperature. 

Figure 10. The relation of (a) surface lattice defect sites and the reaction rate of CO, (b) surface lattice oxygen 
species and the reaction rate of CO (rCO).

Figure 11. A proposed reaction pathway for CO oxidation over Cu/CeO2 catalysts.
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Therefore, Cu/CeO2-R catalyst is a promising candidate for the elimination of CO in exhaust gas streams. 
Simultaneously, this work also give further insight for understanding the catalytic role of the exposed crystal 
plane, the crystal size, surface oxygen vacancies and lattice defects, and provide some guidance for the rational 
design and synthesis of catalysts with the metal/oxide configuration.

Experimental Sections
General considerations. All the solvents and reagents were of analytical grade and were used as source. 
Cetyltrimethyl ammonium bromide (CTAB), glucose, acrylamide, Ce(NO3)3·6H2O, Cu(NO3)2·3H2O, NaOH and 
anhydrous sodium carbonate were purchased from Shanghai Aladdin Reagent Co Ltd. In general, all of the chem-
icals were used as source without further purification.

Preparation of the Cu/CeO2 catalyst with the different morphology. At first, the CeO2 support with 
the different morphology and size was synthesized, and the detailed preparation process of CeO2 nanoparicles 
(CeO2-P), CeO2 nanosphere (CeO2-S), CeO2 nanorods (CeO2-R) and flowerlike CeO2 microspheres (CeO2-F) 
was listed in Supporting Information.

For the synthesis of the Cu/CeO2 catalysts, the CeO2 powders (1.0 g) were suspended in 50 mL of deionized 
water under vigorous stirring. 1.4 mmol Cu(NO3)2·3H2O were added in the suspension of CeO2. After that, the 
Na2CO3 aqueous solution (0.50 M) was treated as the precipitant to obtain the Cu/CeO2 precursor. Finally, the 
powder was calcined at 400 °C for 4 h in air.

Catalytic oxidation of CO. To evaluate the activity in CO oxidation reaction, the experiments were carried 
out in a continuous-flow fixed-bed glass tube reactor (6.0 mm inner diameter). In a typical run, a continuous flow 
of the reactant mixture containing 1 vol % CO, 15 vol % O2, and N2 balance was passed through the reactor with 
a total flow rate of 36 mL min−1. A definite amount of catalyst (300 mg) was added to the isothermal region of the 
reactor tube. A series of Cu/CeO2 catalysts were tested to explore the effect of morphology, the exposed crystal 
plane of CeO2 and crystal sizes on CO oxidation reaction. The CO oxidation reaction under humid condition was 
also conducted by passing the N2 stream for adding water vapor to the carrier gas (3 vol %). After each round of 
reaction, the composition of the gas was detected with an online GC-7890 II gas chromatograph equipped with 
a thermal conductivity detector and a molecular sieve 5A column. The CO conversion rate (XCO) was calculated:

Figure 12. The structure and chemical properties of the Cu/CeO2-R catalyst before and after H2O resistance 
reaction: (a) XRD analysis; (b) Ce 3d XPS; (c) Cu 2p XPS; (d) O 1sXPS.
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Catalyst characterization. The specific surface area and the pore diameter of the Cu/CeO2 samples were 
determined by the N2 adsorption-desorption isotherms with a Micromeritics ASAP 2010 instrument in accord-
ance with the BET and BJH mehod, respectively. The BET surface area was related to six measurements at relative 
pressures of N2 in the range of 0.05–1.00. Inductively Coupled Plasma Optical Emission Spectrometry (ICP-OES) 
was performed on Agilent 725-ES apparatus to determine the metal loadings. The morphology of these Cu/
CeO2 samples was confirmed by Field emission scanning electron microscopy (FE-SEM, JSM-6701F) at 30 kV. 
Besides, the nanostructures of the samples were also characterized through a JEOL JEM-2010 transmission elec-
tron microscope operating at 200 kV, and a suspension of the Cu/CeO2 samples in ethanol was drop-casted onto 
carbon-coated copper grids and naturally dried under ambient conditions. Powder X-ray diffraction (XRD) pat-
ters was recorded on a Rigaku D/MAX-RB X-ray diffractometer with Cu Kα radiation (λ = 1.5418 Å) in the 
range of 10–90°. H2-TPR and CO-TPR measurements were performed on the chemical adsorption instrument. 
The reducing gas was respectively 5 vol% H2 and 10% CO balanced by N2, and a flow rate of 40 ml min−1 was 
used, and the test was carried out from room temperature to 800 °C at a heating rate of 10 °C min−1. Before each 
measurement, the sample was purged with N2 at 300 °C for 2 h. X-ray photoelectron spectroscopy (XPS) was per-
formed on a VG ESCALAB 210 Electron Spectrometer with a Mg Kα(1253.6 eV) radiation, and the spectra were 
corrected and treated the C1s binding energy of 284.6 eV as the standard. Raman spectroscopy was performed on 
a RM 2000 microscope confocal Raman spectrometer with 532 nm laser (Renishaw PLC).

References
 1. Dupont, C., Jugnet, Y. & Loffreda, D. Theoretical evidence of PtSn alloy efficiency for CO oxidation. J. Am. Chem. Soc. 128, 

9129–9136 (2006).
 2. Jiang, D. G., Ao, Z. M. & Wen, Z. Density functional theory calculations on the CO catalytic oxidation on Al-embedded graphene. 

RSC Adv. 4, 20290–20296 (2014).
 3. Herzing, A. A., Kiely, C. J., Carley, A. F., Landon, P. & Hutchings, G. J. Identification of active gold nanoclusters on iron oxide 

supports for CO oxidation. Science 321, 1331–1335 (2008).
 4. Han, W., Tang, Z., Zhang, P. & Lv, G. Fabrication of porous carbon spheres and as support for the application of low-temperature CO 

oxidation. Appl. Surf. Sci. 350, 100–108 (2015).
 5. Han, W., Zhang, P., Pan, X., Tang, Z. & Lu, G. Influence of promoter on the catalytic activity of high performance Pd/PATP catalysts. 

J. Hazard. Mater. 263, 299–306 (2013).
 6. Choi, K., Kim, H. & Lee, J. Enhanced CO sensing characteristics of hierarchical and hollow In2O3 microspheres. Sensor. Actuat. B: 

Chem. 138, 497–503 (2009).
 7. Wang, L. et al. Catalytic CO Oxidation by O2 Mediated by Noble-Metal-Free Cluster Anions Cu2VO3–5. Angew. Chem. 130, 

3407–3411 (2018).
 8. Hwang, S., Lee, M. & Choi, W. Highly enhanced photocatalytic oxidation of CO on titania deposited with Pt nanoparticles: kinetics 

and mechanism. Appl. Catal. B: Environ. 46, 49–63 (2003).
 9. Han, W., Zhang, G., Zhao, K., Lu, G. & Tang, Z. Surface texture and physicochemical characterization of mesoporous carbon-

wrapped Pd-Fe catalysts for low-temperature CO catalytic oxidation. Phys. Chem. Chem. Phys. 17, 29027–29035 (2015).
 10. Tang, Y. et al. Nitrogen coordinated silicon-doped graphene as a potential alternative metal-free catalyst for CO oxidation. Carbon 

111, 448–458 (2017).
 11. Wang, C., Wen, C., Lauterbach, J. & Sasmaz, E. Superior oxygen transfer ability of Pd/MnOx -CeO2 for enhanced low temperature 

CO oxidation activity. Appl. Catal. B: Environ. 206, 1–8 (2017).
 12. Dong, F. et al. Co nanoparticles anchoring three dimensional graphene lattice as bifunctional catalysts for low-temperature CO 

oxidation. Mole. Catal. 439, 118–127 (2017).
 13. Xu, J. et al. Preparation, Characterization, and Kinetic Study of a Core-Shell Mn3O4@SiO2 Nanostructure Catalyst for CO Oxidation. 

ACS Catal. 4, 4106–4115 (2014).
 14. Yuan, C. et al. Facile synthesis of Co3O4-CeO2 composite oxide nanotubes and their multifunctional applications for lithium ion 

batteries and CO oxidation. J. colloid interf. Sci. 494, 274–281 (2017).
 15. Luo, J. et al. Mesoporous Co3O4-CeO2 and Pd/Co3O4-CeO2 catalysts: Synthesis, characterization and mechanistic study of their 

catalytic properties for low-temperature CO oxidation. J. Catal. 254, 310–324 (2008).
 16. Zhao, Y., Dong, F., Han, W., Zhao, H. & Tang, Z. Construction of Cu-Ce/graphene catalysts via a one-step hydrothermal method and 

their excellent CO catalytic oxidation performance. RSC Adv. 8, 1583–1592 (2018).
 17. Rodriguez, J., Grinter, D., Liu, Z., Palomino, R. & Senanayake, S. Ceria-based model catalysts: fundamental studies on the 

importance of the metal-ceria interface in CO oxidation, the water-gas shift, CO2 hydrogenation, and methane and alcohol 
reforming. Chem. Soc. Rev. 46, 1824–1841 (2017).

 18. Montini, T., Melchionna, M., Monai, M. & Fornasiero, P. Fundamentals and Catalytic Applications of CeO2-Based Materials. Chem. 
Rev. 116, 5987–6041 (2016).

 19. Suchorski, Y., Wrobel, R., Becker, S. & Weiss, H. CO Oxidation on a CeOx/Pt(111) Inverse Model Catalyst Surface: Catalytic 
Promotion and Tuning of Kinetic Phase Diagrams. J. Phys. Chem. C 112, 20012–20017 (2008).

 20. Senanayake, S. et al. Hydrogenation of CO2 to Methanol on CeOx/Cu(111) and ZnO/Cu(111) Catalysts: Role of the Metal-Oxide 
Interface and Importance of Ce3+ Sites. J. Phy. Chem. C 120, 1778–1784 (2016).

 21. Graciani, J. et al. Highly active copper-ceria and copper-ceria-titania catalysts for methanol synthesis from CO2. Science 345, 
546–550 (2014).

 22. Rodriguez, J., Liu, P., Hrbek, J., Evans, J. & Perez, M. Water gas shift reaction on Cu and Au nanoparticles supported on CeO2(111) 
and ZnO(0001): intrinsic activity and importance of support interactions. Angew. Chem. 46, 1329–1332 (2007).

 23. Ganduglia-Pirovano, M. et al. Role of Ceria in Oxidative Dehydrogenation on Supported Vanadia Catalysts. J. Am. Chem. Soc. 132, 
2345–2349 (2010).

 24. Liu, Z. et al. Dry Reforming of Methane on a Highly-Active Ni-CeO2 Catalyst: Effects of Metal-Support Interactions on C-H Bond 
Breaking. Angew. Chem. 55, 7455–7459 (2016).

 25. Liu, Z. et al. Ambient pressure XPS and IRRAS investigation of ethanol steam reforming on Ni-CeO2(111) catalysts: an in situ study 
of C-C and O-H bond scission. Phys. Chem. Chem. Phys. 18, 16621–16628 (2016).

 26. Ma, L. et al. Ag/CeO2 nanospheres: Efficient catalysts for formaldehyde oxidation. Appl. Catal. B: Environ. 148–149, 36–43 (2014).

https://doi.org/10.1038/s41598-019-48606-2


13Scientific RepoRtS |         (2019) 9:12056  | https://doi.org/10.1038/s41598-019-48606-2

www.nature.com/scientificreportswww.nature.com/scientificreports/

 27. Qi, L. et al. Influence of cerium precursors on the structure and reducibility of mesoporous CuO-CeO2 catalysts for CO oxidation. 
Appl. Catal. B: Environ. 119–120, 308–320 (2012).

 28. Heo, I. et al. Improved thermal stability of a copper-containing ceria-based catalyst for low temperature CO oxidation under 
simulated diesel exhaust conditions. Catal. Sci. Tech. 8, 1383–1394 (2018).

 29. Tan, X., Lan, H., Xie, H., Zhou, G. & Jiang, Y. Role of surface oxygen species of mesoporous CeCu oxide catalyst in OVOCs catalytic 
combustion. J. Environ. Chem. Eng. 5, 2068–2076 (2017).

 30. Seo, G. & Chon, H. Hydrogenation of Furfural over Copper-Containing Catalysts. J. Catal. 67, 424–429 (1981).
 31. Dong, F. et al. Highly dispersed Cu nanoparticles as an efficient catalyst for the synthesis of the biofuel 2-methylfuran. Catal. Sci. 

Tech. 6, 767–779 (2016).
 32. Li, Y., Fu, Q. & Flytzani-Stephanopoulos, M. Low-temperature water-gas shift reaction over Cu- and Ni-loaded cerium oxide 

catalysts. Appl. Catal. B: Environ. 27, 179–191 (2000).
 33. Gokhale, A., Dumesic, G. & Mavrikakis, M. On the Mechanism of Low-Temperature Water Gas Shift Reaction on Copper. J. Am. 

Chem. Soc. 130, 1402–1414 (2008).
 34. Avgouropoulos, G. & Ioannides, T. Selective CO oxidation over CuO-CeO2 catalysts prepared via the urea-nitrate combustion 

method. Appl. Catal. A: Gen. 244, 155–167 (2003).
 35. Liu, W. & Flytzani-Stephanopoulos, M. Total oxidation of Carbon monoxide and methane over transition metal-fluorite oxide 

composite catalysts: I. Catalyst composition and activity. J. Catal. 155, 304–316 (1995).
 36. Kasatkin, I., Kurr, P., Kniep, B., Trunschke, A. & Schlögl, R. Role of Lattice Strain and Defects in Copper Particles on the Activity of 

Cu/ZnO/Al2O3 Catalysts for Methanol Synthesis. Angew. Chem. 119, 7465–7468 (2007).
 37. Sun, J. et al. Influence of different impregnation modes on the properties of CuO CeO2 /γ-Al2O3 catalysts for NO reduction by CO. 

Appl. Surf. Sci. 426, 279–286 (2017).
 38. Wang, W. et al. Crystal Plane Effect of Ceria on Supported Copper Oxide Cluster Catalyst for CO Oxidation: Importance of Metal-

Support Interaction. ACS Catal. 7, 1313–1329 (2017).
 39. Du, L. et al. Copper-ceria sheets catalysts: Effect of copper species on catalytic activity in CO oxidation reaction. J. Rare Earth. 35, 

1186–1196 (2017).
 40. Agarwal, S. et al. Exposed Surfaces on Shape-Controlled Ceria Nanoparticles Revealed through AC-TEM and Water–Gas Shift 

Reactivity. ChemSusChem 6, 1898–1906 (2013).
 41. Pokrovski, K., Jung, K. & Bell, A. Investigation of CO and CO2 Adsorption on Tetragonal and Monoclinic Zirconia. Langmuir 17, 

4297–4303 (2001).
 42. Gamarra, D. & Martínez-Arias, A. Preferential oxidation of CO in rich H2 over CuO/CeO2: Operando-DRIFTS analysis of 

deactivating effect of CO2 and H2O. J. Catal. 263, 189–195 (2009).
 43. Huang, Z., Cui, F., Kang, H., Chen, J. & Xia, C. Characterization and catalytic properties of the CuO/SiO2 catalysts prepared by 

precipitation-gel method in the hydrogenolysis of glycerol to 1,2-propanediol: Effect of residual sodium. Appl. Catal. A: Gen. 366, 
288–298 (2009).

 44. Zhu, S. et al. Promoting effect of boron oxide on Cu/SiO2 catalyst for glycerol hydrogenolysis to 1,2-propanediol. J. Catal. 303, 70–79 
(2013).

 45. Luo, M., Zhong, Y., Yuan, X. & Zheng, X. TPR and TPD studies of CuO/CeO2 catalysts for low temperature CO oxidation. Appl. 
Catal. A: Gen. 162, 121–131 (1997).

 46. Romeo, M., Bak, K., Fallah, J. E., Normand, L. F. & Hilaire, L. XPS Study of the Reduction of Cerium Dioxide. Surf. Interface Anal. 
20, 508–512 (1993).

 47. Zhu, Y., Jain, N. & Hudait, M. K. X-Ray Photoelectron Spectroscopy Analysis and Band Offset Determination of CeO2 Deposited on 
Epitaxial (100), (110), and (111) Ge. J. Vac. Sci. Technol. B 32, 011217 (2014).

 48. Anandan, C. & Bera, P. XPS Studies on the Interaction of CeO2 with Silicon in Magnetron Sputtered CeO2 Thin Films on Si and 
Si3N4 Substrates. Appl. Surf. Sci. 283, 297–303 (2013).

 49. Kibis, L. S. et al. Redox and Catalytic Properties of RhxCe1−xO2−δ Solid Solution. J. Phys. Chem. C 121, 26925–26938 (2017).
 50. Llieva, L., Pantaleo, G., Ivanov, I., Venezia, A. & Andreeva, D. Gold catalysts supported on CeO2 and CeO2-Al2O3 for NOx reduction 

by CO. Appl. Catal. B: Environ. 65, 101–109 (2006).
 51. Fang, C. et al. Highly dispersed CeO2 on carbon nanotubes for selective catalytic reduction of NO with NH3. Catal. Sci. Technol. 3, 

803–811 (2013).
 52. Wang, A., Punchaipetch, P., Wallace, R. & Golden, T. X-ray photoelectron spectroscopy study of electrodeposited nanostructured 

CeO2 films. J. Vac. Sci. Technol. B 21, 1169–1175 (2003).
 53. Holgado, J., Munuera, M., EspinÓs, A. & Gonzalez-Elipe, A. XPS study of oxidation processes of CeOx defective layers. Appl. Surf. 

Sci. 158, 164–171 (2000).
 54. Ji, P., Zhang, J., Chen, F. & Anpo, M. Ordered Mesoporous CeO2 Synthesized by Nanocasting from Cubic Ia3d Mesoporous MCM-48 

Silica: Formation, Characterization and Photocatalytic Activity. J. Phys. Chem. C 112, 17809–17813 (2008).
 55. Yao, K., Yin, X., Wang, T. & Zeng, H. Synthesis, Self-Assembly, Disassembly, and Reassembly of Two Types of Cu2O Nanocrystals 

Unifaceted with {001} or {110} Planes. J. Am. Chem. Soc. 132, 6131–6144 (2010).
 56. Stadnichenko, A., Sorokin, A. & Boronin, A. XPS, UPS, and STM studies of nanostructured CuO films. J. Struct. Chem. 49, 341–347 

(2008).
 57. Svintsitskiy, D. et al. In Situ XRD, XPS, TEM, and TPR Study of Highly Active in CO Oxidation CuO Nanopowders. J. Phys. Chem. 

C 117, 14588–14599 (2013).
 58. Jin, H. et al. In-situ DRIFTS and XANES identification of copper species in the ternary composite oxide catalysts CuMnCeO during 

CO preferential oxidation. Int. J. Hydrogen Energ. 40, 3919–3931 (2015).
 59. Kresse, G. & Hafner, J. Ab initio molecular dynamics for liquid metals. Phys. Rev. B 47, 558–561 (1993).
 60. Kresse, G. & Furthmüller, J. Efficient iterative schemes for ab initio total-energy calculations using a plane-wave basis set. Phys. Rev. 

B 54, 11169–11186 (1996).
 61. Dudarev, S. L., Botton, G. A., Savrasov, S. Y., Humphreys, C. J. & Sutton, A. P. Electron-energy-loss spectra and the structural 

stability of nickel oxide: An LSDA+U study. Phys. Rev. B 57, 3–15 (1998).
 62. Yang, L., Zhou, S., Ding, T. & Meng, M. Superior catalytic performance of non-stoichiometric solid solution Ce1−xCuxO2−δ 

supported copper catalysts used for CO preferential oxidation. Fuel Process. Technol. 124, 155–164 (2014).
 63. Liu, L. et al. Morphology and Crystal-Plane Effects of Nanoscale Ceria on the Activity of CuO/CeO2 for NO Reduction by CO. 

ChemCatChem 3, 978–989 (2011).
 64. Zhu, P., Li, J., Zuo, S. & Zhou, R. Preferential oxidation properties of CO in excess hydrogen over CuO-CeO2 catalyst prepared by 

hydrothermal method. Appl. Surf. Sci. 255, 2903–2909 (2008).
 65. Vilé, G., Colussi, S., Krumeich, F., Trovarelli, A. & PrézRamírez, J. Opposite Face Sensitivity of CeO2 in Hydrogenation and 

Oxidation Catalysis. Angew. Chem. Int. Ed. 53, 12069–12072 (2014).
 66. Piumetti, M., Bensaid, S., Fino, D. & Russo, N. Nanostructured ceria-zirconia catalysts for CO oxidation: Study on surface properties 

and reactivity. Appl. Catal. B: Environ. 197, 35–46 (2016).
 67. Zhang, Z. et al. Tailored metastable Ce-Zr oxides with highly distorted lattice oxygen for accelerating redox cycles. Chem. Sci. 9, 

3386–3394 (2018).
 68. Campbell, C. & Peden, C. Oxygen Vacancies and Catalysis on Ceria Surfaces. Science 309, 713–714 (2005).

https://doi.org/10.1038/s41598-019-48606-2


1 4Scientific RepoRtS |         (2019) 9:12056  | https://doi.org/10.1038/s41598-019-48606-2

www.nature.com/scientificreportswww.nature.com/scientificreports/

Acknowledgements
The National Natural Science Foundation of China (21507137, 21707145, 51808529,) and West Light Foundation 
of The Chinese Academy of Sciences (2016-B) are gratefully acknowledged.

Author Contributions
F.D. and Z.T. designed and performed the research and wrote the paper. Y.M. conducted relevant theoretical 
calculations. W.H. and H.Z. helped with some experiments. All authors contributed the idea and participated in 
the scientific discussions, manuscript comments and corrections.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-019-48606-2.
Competing Interests: The authors declare no competing interests.
Publisher’s note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2019

https://doi.org/10.1038/s41598-019-48606-2
https://doi.org/10.1038/s41598-019-48606-2
http://creativecommons.org/licenses/by/4.0/

	Morphology effects on surface chemical properties and lattice defects of Cu/CeO2 catalysts applied for low-temperature CO o ...
	Results and Discussion
	Catalytic performance in CO oxidation reaction. 
	Texture properties and Morphology of these Cu/CeO2 catalysts. 
	Size effect of CeO2 and Cu nanoparticles (NPs). 
	The surface chemical properties and lattice defects. 
	The promoting role of H2O on the catalytic performance of Cu/CeO2-R catalyst. 

	Conclusion
	Experimental Sections
	General considerations. 
	Preparation of the Cu/CeO2 catalyst with the different morphology. 
	Catalytic oxidation of CO. 
	Catalyst characterization. 

	Acknowledgements
	Figure 1 CO conversion (a), Arrhenius plots of CO reaction under CO conversion below 10% (b), CO reaction rate (rCO) derived from Arrhenius plots (c) of these Cu/CeO2 catalysts with different morphology, the cyclic stability of Cu/CeO2-R catalyst (d).
	Figure 2 Water resistance (a), the promotion role of H2O (b) over the Cu/CeO2-R catalyst.
	Figure 3 SEM, TEM and HRTEM patterns of the Cu/CeO2 catalysts: (a) TEM of Cu/CeO2-P catalyst, (b) HRTEM of Cu/CeO2-P catalyst (c) TEM of Cu/CeO2-S catalyst, (d) HRTEM of Cu/CeO2-S catalyst (e) TEM of Cu/CeO2-R catalyst, (f) HRTEM of Cu/CeO2-R catalyst (g)
	Figure 4 XRD patterns of the Cu/CeO2 catalysts with different morphology.
	Figure 5 H2-TPR patterns of the Cu/CeO2 catalysts with different morphology.
	Figure 6 (a) Ce 3d and (b) O1s XPS analysis of these Cu/CeO2 catalysts.
	Figure 7 Adsorption of CO molecule at the different crystal planes of pure CeO2.
	Figure 8 (a) Formation energy of oxygen vacancies on the different crystal planes of CeO2, (b) Adsorption of CO molecule at the different crystal planes of CeO2 surface with oxygen vacancies.
	Figure 9 Raman spectra of the Cu/CeO2 catalysts with different morphology.
	Figure 10 The relation of (a) surface lattice defect sites and the reaction rate of CO, (b) surface lattice oxygen species and the reaction rate of CO (rCO).
	Figure 11 A proposed reaction pathway for CO oxidation over Cu/CeO2 catalysts.
	Figure 12 The structure and chemical properties of the Cu/CeO2-R catalyst before and after H2O resistance reaction: (a) XRD analysis (b) Ce 3d XPS (c) Cu 2p XPS (d) O 1sXPS.
	Table 1 Texture characteristics of the Cu/CeO2 catalysts with different morphology.
	Table 2 Chemical properties of the Cu/CeO2 catalysts with different morphology.
	Table 3 Adsorption energy of CO molecular and Formation energy of oxygen vacancies on the top of CeO2.




