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Abstract: Ceria particles play a key role in catalytic applica-

tions such as automotive three-way catalytic systems in
which toxic CO and NO are oxidized and reduced to safe
CO2 and N2, respectively. In this work, we explore the incor-

poration of Cu and Cr metals as dopants in the crystal struc-
ture of ceria nanorods prepared by a single-step hydrother-

mal synthesis. XRD, Raman and XPS confirm the incorpora-
tion of Cu and Cr in the ceria crystal lattices, offering ceria

nanorods with a higher concentration of oxygen vacancies.

XPS also confirms the presence of Cr and Cu surface species.

H2-TPR and XPS analysis show that the simultaneous Cu and

Cr co-doping results in a catalyst with a higher surface Cu
concentration and a much-enhanced surface reducibility, in
comparison with either undoped or singly doped (Cu or Cr)

ceria nanorods. While single Cu doping enhances catalytic
CO oxidation and Cr doping improves catalytic NO reduc-

tion, co-doping with both Cu and Cr enhances the benefits
of both dopants in a synergistic manner employing roughly

a quarter of dopant weight.

Introduction

Ceria is widely used in catalytic applications across a broad
range of fields, such as automotive three-way catalysis, due to
its oxygen storage capability.[1–8] Doping ceria by replacing

cerium atoms with other readily available metals has the po-
tential to improve their low-temperature performance, other-

wise typically achieved by the addition of expensive Pt-group
metals.[9–11] In particular, the replacement of cerium atoms with
other elements, particularly those of lower valence, can lead to

the creation of additional oxygen vacancies within the lattice
structure to compensate for the charge difference, improving

redox capabilities.[12] Additionally, the presence of elements
with an ionic radius very different from that of cerium can
create lattice defects and distortions, another contributor to

oxygen vacancy concentration.[9] Co-doping ceria with multiple
elements has been recently investigated for various applica-

tions. With regard to CO oxidation, DFT experiments show
promising results for Mn/Fe-doped ceria, and experimental re-
sults have been reported for Mn/Cu and Ag/Cu-doped
ceria.[13–16] A co-doped Mn/Co-ceria catalyst has also been re-

ported with enhanced performance for the reduction of NO by
CO.[17] On the other hand, not all dopant combinations provide
better catalytic properties compared with similarly prepared
singly doped ceria materials, demonstrating the need to care-
fully consider dopant properties and their effect on catalytic

activity.[18]

While the suitability of doped ceria for CO oxidation has

been widely examined, investigation into NOx reduction has

been less exhaustive.[19–27] While doping of ceria is generally a
good strategy for catalytic oxidation reactions because it im-

proves reducibility and oxygen vacancy formation, this can
lead to a trade-off of reducing the favorability of oxygen va-

cancy healing, necessary to complete the catalytic cycle for
NOx reduction.[28, 29] For this reason, both reactions must be ex-
amined simultaneously.

In this work, a template-free hydrothermal method is used
to synthesize Cu and Cr-doped ceria nanorods with improved

activities as low-temperature automotive catalysts. Ceria nano-
rods are chosen for their preferential exposure of the (110)
ceria facet that contains more surface oxygen vacancies and
offers higher catalytic activity than other crystal facets.[30–32]
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The doped ceria nanorods are tested as catalysts for both CO
oxidation and NO reduction. Due to improved reducibility, it is

shown that doping ceria with Cu improves CO oxidation con-
versions, but is not so helpful for the reduction of NO. Con-

versely, doping ceria with Cr does not improve the CO oxida-
tion conversions but does result in a catalyst with better low-

temperature performance for NO reduction. Co-doping ceria
with both Cu and Cr provides a catalyst with enhanced per-

formance for both CO oxidation and NO reduction. Co-doping

synergistic effects moreover significantly decrease the amount
of doping needed for an enhanced performance. The use of

doped ceria nanorods offers an attractive route to producing
automotive catalysts with better low-temperature per-

formance.

Results and Discussion

Undoped and doped ceria nanorods were hydrothermally syn-
thesized, filtered and washed, and dried under vacuum. The
undoped ceria synthesis produced a pale-yellow powder prod-

uct, while Cu and/or Cr-doped ceria produced varying shades
of brown. The co-doped Cu/Cr-ceria sample was synthesized

with a 1 % loading of each dopant for ease of comparison with
singly doped ceria samples with equivalent or higher levels of
Cu or Cr. Transmission electron microscopy (TEM) representa-

tive micrographs of undoped ceria, 7 % Cu-ceria, 5 % Cr-ceria,
and 1 % Cu/1 % Cr-ceria are shown in Figure 1. In all cases,

there is a range of nanorod sizes: with nanorod widths gener-
ally below 50 nm and nanorod lengths ranging from 100 to

several hundred nm. In the Cu-doped ceria sample, a minority

of small nanoparticles and nanocubes can be seen in addition
to nanorods. In all cases, there is no evidence of formation of

Cu and/or Cr particles outside the rod structure at these levels
of doping below 7 %.

Powder X-ray diffraction (XRD) patterns of doped and un-
doped ceria nanorods are shown in Figure 2. The main diffrac-

tion peaks of fluorite-type ceria are observed in all the samples

(JCPDS 34-0394). For copper-doped ceria between 1 and 7 %
Cu and chromium-doped ceria at all dopant loadings synthe-

sized (1 to 9 % Cr), only ceria diffraction peaks are seen. While
this is expected for the 1 % Cu-ceria due to a detection limit of

approximately 1 %, for the samples with higher copper levels,

this is an indication of dopant substitution into the ceria lattice
and formation of a homogeneous fluorite structure.[33] For the

1 % Cu/1 % Cr-ceria, only ceria can be identified in the diffrac-
tion pattern as well. Anyway, the exclusive diffraction of ceria

does not eliminate the possibility of highly dispersed copper
oxide or chromium oxide species on the surface of the ceria.

For 9 % Cu-ceria, two additional diffraction peaks are seen at

36.9 and 43.58 2q—likely Cu2O.[34] Therefore, it is likely that at
loadings below 7 % Cu, copper atoms are introduced within
the ceria lattice, substituting cerium with copper ions, but
above 7 %, additional copper atoms are unable to be substitut-

ed into the lattice and agglomerate into copper oxide parti-
cles.

A small shift to higher 2q values can be seen in the diffrac-
tion patterns with both dopants, shown in Figure 3. For Cu-
ceria and Cr-ceria, a higher level of dopant corresponds to a

larger peak shift, indicative of increasing levels of incorporation
into the crystal lattice.[33] In the case of copper, this shift only

continues up to 7 % Cu; at higher copper dopant levels, there
is no further shift which further support the formation of exter-

nal copper oxide particles at higher loading levels. The Ce4 +

ionic radius is 0.97 a and Ce3 + is 1.14 a, compared with for ex-
ample, 0.73 a for Cu2 + and 0.44 a for Cr6 + .[35] Therefore, it is

expected that increasing levels of dopant will decrease the
unit cell size if the dopant is successfully integrated into the

lattice structure. Correspondingly, unit cell values calculated
using Bragg’s Law for the doped ceria materials show a de-

Figure 1. Representative TEM images of (a) undoped ceria nanorods, (b) 7 %
Cu-ceria nanorods, (c) 5 % Cr-ceria nanorods, and (d) 1 % Cu/1 % Cr-ceria
nanorods.

Figure 2. Powder XRD patterns of undoped, Cu-doped, and Cr-doped ceria
nanorods. Ceria diffraction peaks are labelled with their Miller indices; ~ rep-
resents copper oxide diffraction peaks.
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crease in the size of ceria’s unit cell with increasing levels of

dopant (Figure 4 a). These results indicate that the Cu and Cr
dopants substitute Ce ions in the crystal structure rather than

occupy interstitial or surface sites. Anyway, as explained
before, the substitution of Ce ions in the crystal structure does

not eliminate the possibility of highly dispersed copper oxide

or chromium oxide species on the surface of the ceria.

In addition to unit cell dimensions, coherent diffraction

domain (crystallite) size calculations using the Scherrer equa-
tion show that increasing the amount of dopant decreases the
domain size, shown in Figure 4 b. This is potentially related to
the preparation method used for the nanorod synthesis. When

the cerium precursor is added to the NaOH solution, Ce(OH)3

nuclei are formed. During hydrothermal synthesis, these nuclei
dissolve and then recrystallize into nanorods, growing aniso-

tropically.[36] High levels of additional ions in the solution can
interfere with this process, which would explain the nanoparti-

cles and small nanocubes seen in Figure 1 b in addition to
ceria nanorods. However, Cr-doped ceria does not follow this

trend of decreasing crystallite size past a dopant level of 5 %.

Representative Raman spectra of undoped and doped ceria
nanorod samples are shown in Figure 5. Ceria has a character-

istic Raman band at approximately 465 cm@1 (F2g mode), which
is attributed to the symmetric vibrational breathing of oxygen

surrounding the cerium ions in the fluorite-type crystal lat-
tice.[37] This band is prominent in all spectra, but for the doped

ceria samples it is shifted. There are two main contributions to

this shift. First, the substitution of Ce ions with the dopant

ions changes the lattice parameters and the oxygen–metal
bond length, affecting lattice vibration. Second, differences in

oxygen vacancy concentration affect the vibrational mode.[38, 39]

Additionally, a Raman peak broadening is visible in the doped

ceria materials, which is associated with changes in crystallite
size.[40] This correlates well with the coherent diffraction

domain sizes calculated from the XRD spectra in Figure 2,

which showed a domain size decrease upon doping. An addi-
tional band at approximately 600 cm@1 is visible in the doped

ceria samples, more prominently than in the case of undoped
ceria. This band is generally attributed either to the quantity of

oxygen vacancies in the sample or point defects related to the
presence of Ce3 + ions.[37] Therefore, it can be concluded that

the use of copper or chromium dopants increases the quantity

of oxygen vacancies in the ceria nanorod samples.
In addition to the characteristic ceria Raman bands, chromi-

um-doped ceria samples had a prominent band at 860 cm@1

and a weak one at 1010 cm@1. Both of these are indicative of

the presence of CrVI oxide species interacting with the CeO2

surface, instead of being incorporated into ceria’s lattice struc-

ture.[41] This contrasts with the powder XRD spectrum of Cr-

ceria (Figure 2), in which only ceria diffraction peaks are visible;
however, very small (<2 nm) Cr particles may be present that
cannot diffract X-rays. However, EDS analysis (Figures S1–S4)
shows that Cr is still highly dispersed across the catalyst.

To understand how Cu and Cr dopants affect the reducibility
of the ceria nanorod catalysts, temperature-programmed re-

duction (TPR) experiments were performed on the undoped
and doped materials (Figure 6). For nanosized ceria materials,
two areas of reduction are typically seen: a low-temperature

area (200 to 500 8C) representing consumption of hydrogen
due to readily available surface oxygen, and a higher-tempera-

ture area (>600 8C) representing reduction of the bulk lattice
oxygen.[36, 42] In most cases, the deconvolution of the lower

temperature reduction area (between 200 and 500 8C) can be

represented with two Gaussian peaks (percentage peak fitting
error inferior to 3 %). For Cu-ceria nanorods, the position of

these two low-temperature peaks shifts to the left, from 359
and 467 8C corresponding to undoped ceria nanorods to 275

and 338 8C for the 5 % Cu-ceria, indicating an increase in sur-
face reducibility at lower temperatures with increasing levels

Figure 3. (111) Diffraction peak shift for (a) Cu-doped and (b) Cr-doped ceria
nanorods prepared with different dopant concentrations.

Figure 4. (a) Unit cell parameter ’a’ vs. dopant wt % and (b) coherent diffrac-
tion domain sizes (crystallite size) vs. dopant wt % for Cu and Cr-doped
ceria.

Figure 5. (a) Raman spectra of undoped and doped with 1 % Cu, 1 % Cr, and
1 % Cu/1 % Cr ceria nanorods, and (b) F2g Raman band for the same ceria
samples.
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of copper dopant (Table S1). For 1 % Cr-ceria nanorods, there is

also some shift to the left of both peaks, to 303 and 418 8C,
but increasing the quantity of Cr dopant does not continue to

improve surface reducibility at lower temperatures.
The ratio of low-temperature to high-temperature areas in

Figure 6, representing the total consumption of hydrogen in

surface and bulk reduction, respectively, can be used as a qual-
itative assessment of the reducibility of the bulk lattice struc-

ture, relative to the surface by showing the ratio of readily re-
ducible surface to bulk oxygen.[30, 43] Doping ceria with other

metals generally changes the bulk properties, not just those of
the surface.[17] While reactions such as CO oxidation and NO re-
duction occur on the surface of ceria catalysts, improvements

in bulk properties can also improve catalyst performance due
to the mobility of oxygen vacancies and vacancy hopping
mechanisms.[44, 45] For undoped ceria the ratio of low-tempera-
ture to high-temperature areas is 0.47 (Table 1). With increasing

levels of copper dopant, this ratio shifts in favor of the high-
temperature area (with a ratio of 0.24 to 0.34), indicating that

relative to the surface, the bulk structure becomes more re-
ducible. However, for chromium-doped ceria, the opposite
trend is seen: the bulk becomes less reducible relative to the
surface, with a ratio of 0.70 to 0.86. This is potentially due to
improvement of the surface reducibility and not the bulk or an
overall decrease in bulk reducibility.

Two additional sharp and intense reduction peaks appear in
the 7 % Cu-ceria nanorods, centered at 197 and 222 8C. These

peaks can be attributed to the reduction of copper particles,
segregated from the ceria phase due to the high dopant con-
tent.[46–48] Because separate copper oxide diffraction peaks

were not seen until dopant levels reached 9 % (Figure 2), these
particles observed at 7 % Cu must be too small and dispersed

to significantly diffract X-rays.
The TPR reduction profile of the simultaneous Cu- and Cr-

doped ceria nanorods differs from the singly doped materials.

Although there are still distinct low-temperature and high-tem-
perature areas of reduction, the low-temperature reduction

area is wider and extends further to lower temperature values
in the case of the Cu@Cr doped ceria. Unlike the singly doped

nanorod samples, to keep the fitting error inferior to 3 %, the
deconvolution of this region is represented by three Gaussian

peaks instead of two. The lowest-temperature peak is centered

at 192 8C. This is a strong indication that the two-dopant mate-
rial has much-improved surface reducibility relative to the

single copper-doped ceria nanorods—a synergistic improve-
ment that cannot be explained by the cumulative or average

effect of single-dopant contributions.
Additionally, the ratio of the surface to bulk oxygen reduc-

tion areas is 1.2, much higher than that of undoped or singly

doped ceria materials. This could also indicate an improvement
in surface reducibility, or instead, similarly to Cr-doped ceria

materials, the two-dopant system might not have improved
the oxygen bulk reducibility but only that of the surface.

X-ray photoelectron spectroscopy (XPS) analysis was used to
gain further insight into the surface state of the ceria nano-

rods. XPS spectra of Ce 3d, O 1s, Cu 2p, and Cr 2p are shown

in Figures 7 and 8. In Figure 7 a, the Ce 3d XPS spectra consist
of five peaks (Uo, U, U’, U’’, and U’’’) representing 3d3/2 and five
peaks (Vo, V, V’, V’’, and V’’’) representing 3d5/2. According to
previously published methods, Vo, V’, Uo, and U’ can be as-

signed to Ce3+ , while the remaining peaks (V, V’’, V’’’, U, U’’,
and U’’’) can be assigned to Ce4 + , and the relative ratio of

Figure 6. TPR analysis of undoped, Cu, Cr, and Cu/Cr-doped ceria nanorods.

Table 1. Surface concentration of Ce3+ in ceria nanorods, calculated from the Ce 3d XPS spectra, and relative peak areas of Oa, Ob and Og in O 1s XPS
spectra. H2 TPR result.

Material Ce3 + [at. %] Oa [at. %] Ob [at. %] Og [at. %] Low T/High T TPR peak area ratio

Undoped CeO2 22 50.8 28.9 20.2 0.47
1 wt % Cu 23 37.9 40.9 21.3 0.24
3 wt % Cu 23 41.4 36.0 22.6 0.27
5 wt % Cu 26 39.8 38.5 21.7 0.31
7 wt % Cu 27 32.5 38.3 29.2 0.34
1 wt % Cr 16 34.2 50.1 15.8 0.70
3 wt % Cr 15 35.5 49.0 15.5 0.86
5 wt % Cr 16 40.5 42.8 16.7 0.76
1 wt % each Cu/Cr 33 42.5 34.4 23.1 1.20
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peak areas can be used to determine the percentage concen-
tration of Ce3 + and Ce4 + at the surface.[30, 37, 42] This is shown in

Table 1. This analysis reveals that undoped ceria nanorods

have a nonstoichiometric surface, with 22 % of Ce 3d photo-
emission due to Ce3 + and 78 % due to Ce4 + . The addition of

low levels of Cu dopant (1 and 3 %) only slightly increases the
concentration of Ce3+ , but higher levels of Cu (5 and 7 %)

result in a higher level of surface reduction, with the percent-
age of Ce3 + increasing to 26 and 27 %, respectively. In contrast,

the addition of Cr dopant decreases the percentage of Ce3 + at

the surface. Both results corroborate the TPR analysis above; in
summary, Cu improves ceria’s surface reducibility, whereas Cr

does not have a relevant effect. Cu/Cr-doped ceria nanorods
demonstrate the highest level of surface reduction, with the

concentration of Ce3+ calculated to be 33 %. This phenomenon
of enhanced surface reducibility with low levels of both Cu
and Cr dopant also supports the TPR analysis in Figure 6.

XPS spectra in the O 1s region are shown in Figure 7 b for
the undoped and doped ceria nanorods, while relative peak
areas are reported in Table 1. The O 1s spectrum is broad and
consists of peak contributions from the various oxygen species

at the surface of ceria. These spectra were resolved with three
Gaussian-Lorentzian peaks. The peak at approximately 529 eV

(Oa) can be attributed to the lattice oxygen of Ce4 + , while the

peak at 531 eV (Ob) can be attributed to oxygen vacancies or
the lower-coordination lattice oxygen of Ce3 + . This is signifi-

cant because reduced Ce3 + defects and oxygen vacancies are
understood to be the active sites on ceria-catalyzed surface re-

actions.[49] CO oxidation on ceria surfaces proceeds via the
Mars van Krevelen mechanism: CO molecules adsorb onto the

ceria surface and react with a surface oxygen atom to form an

intermediate. This intermediate desorbs as CO2, leaving behind
an oxygen vacancy, which is compensated by the reduction of

Ce4 + to Ce3 + .[50–52]

However, Ob can also be associated with surface adsorbed

oxygen and hydroxy groups. The broad peak at 533 eV (Og) is
also associated with these surface oxygen species.[30, 37] Prior

work on similarly prepared ceria nanorods demonstrated (via
DRIFTS experiments) that hydroxy and carbonate species were
present on the surface of the ceria nanorods and that the pres-
ence of hydroxy-containing groups was correlated with catalyt-

ic activity for oxidation reactions of naphthalene and tolu-
ene.[30] it was tentatively proposed that these OH sites act as
adsorption points in the first reaction steps at low tempera-
tures.

No shift in the O 1s binding energy is evident when compar-

ing the undoped and doped ceria samples. However, the un-
doped ceria spectrum has a larger contribution from stoichio-
metric lattice oxygen (Oa) than the doped materials: approxi-
mately 50 % of the total area of the three peaks compared

with, for example, 38, 34, and 43 % for 1 % Cu, 1 % Cr, and 1 %
Cu/1 % Cr-ceria, respectively.

As shown in Figure 8 a, no Cu 2p peaks are observable in

the 1 % Cu-doped ceria sample by XPS. Weak Cu 2p1/2 and Cu
2p3/2 peaks are visible in the 3 % and 5 % Cu-ceria, while the

7 % Cu- ceria shows strong Cu 2p1/2 and Cu 2p3/2 peaks at
933.0 and 952.8 eV, respectively. In contrast to 1 % Cu-ceria,

the 1 % Cu/1 % Cr-ceria has observable Cu 2p1/2 and Cu 2p3/2

peaks, indicating that the co-doped ceria has a higher concen-

tration of Cu at the surface than the singly doped 1 % Cu-ceria.

Analysis of both the Cu 2p and Cu LMM region (Figure 9) was
employed to reliably determine copper speciation, using the

modified auger parameter (a’). The Cu LMM feature was de-
convoluted and kinetic energy determined and a’ was found

to range between 1850.12 and 1847.7 eV, consistent with ionic
copper species.[53] Furthermore, there appeared to be an inver-

Figure 7. (a) Ce 3d and (b) O1s XPS spectra for Cu, Cr, and Cu/Cr-doped
ceria nanorods.

Figure 8. (a) Cu 2p and (b) Cr 2p XPS spectra for Cu, Cr, and Cu/Cr-doped
ceria nanorods.

Figure 9. Cu LMM spectra for (a) Cu-doped ceria nanorods (from top to
bottom; 1, 3, 5, 7, 9 % Cu-ceria) and (b) 1 % Cu/1 % Cr ceria nanorods.

Chem. Eur. J. 2021, 27, 2165 – 2174 www.chemeurj.org T 2020 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH2169

Chemistry—A European Journal
Full Paper
doi.org/10.1002/chem.202004623

http://www.chemeurj.org


sely proportional relationship between a’ and copper loading,
with lower loadings reporting a lower modified auger parame-

ter. This lowering of a’ can be attributed to decreased average
screening due to a decrease in copper particle size and the in-

teraction between the copper and the highly polarizable sup-
port.[54] Due to the lack of a clear shakeup satellite peak in the

Cu 2p spectra at 942 eV, characteristic of Cu2+ , the samples ex-
posure to air, and the Cu2O XRD peaks observed for 9 % Cu-
ceria, Cu 2p XPS peaks can be assigned to Cu+ . Figure 8 b
shows the Cr 2p XPS spectra for Cr and Cu/Cr-doped ceria
nanorods. The visible Cr 2p peaks at 576 and 586 eV are as-
signed to Cr3 + and the shoulder peaks at 580 and 589 eV to
Cr6 + .[55] Intensity is higher for the 3 % and 5 % Cr-ceria. Unlike

Cu, the XPS spectrum for 1 % Cu/1 % Cr-ceria shows a weaker
Cr intensity than 1 % Cr-ceria.

Nitrogen adsorption experiments show that the ceria nano-

rods, both undoped and doped, are non-porous but meso-
porosity is observed due to interparticle voids, with a type IV

isotherm in all cases (Figure S6).[56] BET surface area, measured
at low relative pressures, is in the range 34 to 55 m2 g@1

(Figure 10). The presence of Cu has a negligible effect on the
surface area, with no clear overall trend. For Cr-doped ceria, all

doped samples had higher surface areas than undoped ceria

nanorods.

CO oxidation and NO reduction on the doped ceria nano-

rods were tested over cycles of six steps between room tem-
perature and 500 8C and representative stability data is shown
in Figure S7 and S8. The CO oxidation at various temperatures
was stable. The NO reduction was stable for the first three
steps, and then slightly decreased for the following steps, but

samples were still active. Figure 11 shows the averaged catalyt-
ic conversion for the first three steps. Copper doping of ceria
significantly improves the low-temperature catalytic CO oxida-
tion with respect to undoped ceria rods, with conversion in-
creasing as the Cu loading increases up to 7 % Cu above which
no further improvements are observed (Figure 11 a). Similar

trends in improved CO conversion on ceria catalysts have been
previously observed with transition metal doping.[57–59] The
large jump in CO conversion between the 5 % Cu and 7 % Cu

ceria catalysts can be explained with the appearance of the
separate copper oxide phase at 7 % Cu loading (and at 9 % in

powder XRD), seen in the TPR analysis. Ceria-supported copper
is known to be an effective low-temperature oxidative cata-

lyst.[60, 61] However, copper and other base metals are not used

in automotive catalysis due to sulfur poisoning and thermal
durability issues, so despite the enhanced CO conversion, a

separate copper phase is not desirable.[3] A further increase in

copper loading from 7 to 9 % did not result in an improvement
in low-temperature CO conversion. This could be attributed to
the doping limit being reached somewhere between 5 and
7 % Cu, and the additional copper oxide particles in the 9 %

sample (visible in XRD) not providing more catalytic CO con-
version than the copper oxide particles present in the 7 % Cu-

ceria nanorod material (as confirmed by TPR). In contrast to
copper, doping ceria nanorods with 1 % Cr slightly increases its
catalytic CO oxidation at low temperatures but decreases it at

all temperatures for higher Cr percentages, compared with un-
doped ceria nanorods (Figure 11 b). This also correlates with

TPR and XPS results, which suggest that chromium doping of
ceria mostly decreased the reducibility of the material and the

concentration of Ce3 + at the surface.

Regarding NO reduction (Figure 11 c,d), Cr-doped ceria nano-
rods are effective at improving conversions beyond that of

pure ceria, while Cu-doped ceria do not show improvement
compared with undoped ceria nanorods. This is expected in

view of the characterization: Cu doping improves ceria’s oxida-
tive capability by increasing the reducibility of ceria, but this

Figure 10. BET surface area vs. dopant level for Cu and Cr doped ceria.

Figure 11. CO oxidation catalytic conversions for (a) Cu-doped and (b) Cr-
doped ceria nanorods. NO reduction catalytic conversions for (c) Cu-doped
and (d) Cr-doped ceria nanorods. Conversion of two-dopant Cu/Cr doped
ceria nanorods for (e) CO oxidation and (f) NO reduction.
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can also make the healing of oxygen vacancies somewhat less
favorable.[29] In contrast, chromium demonstrates the opposite

effect. However, chromium doping at levels above 1 % do not
show further improvement in NO reduction conversions. As

with CO oxidation, this activity matches the analysis of the Ce
3d XPS spectra—ceria nanorods doped with 1, 3, and 5 % Cr

show very similar levels of surface reduction.
Catalyst performance of the 1 % Cu/1 % Cr-ceria nanorod

material is shown in Figure 11 e for CO oxidation and Fig-

ure 11 f for NO reduction. Despite containing only 1 % each Cu
and Cr, the two-dopant ceria nanorods show CO oxidation that

is similar to the 7 and 9 % Cu ceria nanorods, as well as slightly
improved NO reduction compared with 1 % Cr-ceria. Therefore,

co-doped Cu@Cr ceria appears to provide a unique synergistic
effect, with a CO oxidation close to the one of 9 % Cu-ceria
nanorods, despite only containing 1 % Cu (2 % total dopant

content). At the same time, the co-dopant catalyst retains NO
reduction conversions similar to that of the Cr-ceria nanorods,

with a slightly improved T10 value. “Synergistic” in this case can
be defined as showing improvement in reactant conversions

beyond what an equivalent level of single-metal dopant could
be responsible for.

The ceria nanorods of this work preferentially expose (110)

ceria facets.[30] Assuming Cu and Cr atoms are incorporated
similarly on (110) and (111) ceria surfaces, DFT simulations by

Yoshida et al. can shed some light on such synergy in 1 % Cu/
1 % Cr-ceria nanorod.[64, 66] They report that when Ce on the

(111) surface of ceria is substituted with Cu, the dominant spe-
cies is Cu2 + . However, the substitution of Ce with Cu and Cr re-

sults in the dominant Cu species being Cu+ . The presence of

Cu+ in doped ceria is known to enhance CO chemisorption on
the catalyst surface and catalytic activity for CO oxidation.[67] In

this case, CO adsorbs on the surface at Cu+ sites and react
with neighboring oxygen to form CO2 and create oxygen va-

cancies, which are balanced by the reduction of Ce4 + to Ce3+ .
Conversely, for the reduction of NO, the presence of Cr enhan-
ces electron density on neighboring Ce sites and lowers the

barrier for oxygen vacancy formation, both of which improve
NO adsorption on Ce sites near Cr on the doped ceria sur-
face.[68, 69] This corroborates the enhanced reducibility of the
Cu/Cr-ceria seen in TPR and XPS analysis as well as the signifi-

cantly improved catalytic performance for CO oxidation com-
pared with singly doped ceria.

For NO reduction, the 1 % Cu/1 % Cr-ceria catalyst showed
improvement compared with 1 % Cr-ceria, even though the ad-
dition of copper alone did not improve conversions over un-
doped ceria. This can be attributed to the combination of the
influence of both dopants on the properties of the catalyst. A

higher concentration of oxygen vacancies is known to enhance
the reduction of NO to N2 by promoting the disassociation of

NO.[70, 71] However, improved NO adsorption is also necessary to

improve overall catalytic activity. In the 1 % Cu/1 % Cr-ceria cat-
alyst, Cu provides additional oxygen vacancies while Cr enhan-

ces NO adsorption on Ce3 + sites on the catalyst surface, and in
combination this provides additional catalytic conversions

beyond that of either singly doped catalyst. Conversely, for the
singly doped Cu-ceria catalysts, while Cu will still enhance

oxygen vacancy concentration and surface reducibility, NO ad-
sorption on the catalyst surface is not necessarily improved, so

no overall improvement in catalytic conversion is seen.
Therefore, while doping ceria with copper improves CO oxi-

dation conversions but inhibits NO reduction and doping ceria
with chromium has the opposite effect, the simultaneous co-
doping of ceria nanorods with both Cu and Cr retains the ben-
efits of each single dopant while significantly enhancing CO
oxidation, a phenomenon that has not yet been reported in

the literature for this doped system. These results also show
that the improved reducibility provided by copper doping
does not necessarily have a negative effect on the healing of
oxygen vacancies. Co-doping is necessary for this synergistic
effect—a physical mixture of Cu-ceria and Cr-ceria shows
much lower catalytic CO oxidation (Figure S9).

Related studies of NO reduction with CO on supported

metals on ceria (MOx/CeO2) prepared via incipient wetness im-
pregnation have shown the importance of controlling the

loading amount to maximize the number of metal–oxygen–
support interfacial bonds.[72–77] Maximum conversions and ac-

tivities are typically found at approximately the monolayer cov-
erage, avoiding the presence of separate crystallites phases

that would be detectable by for example XRD. Such results are

similar to these presented here, in which small and controlled
amounts of dopants lead to optimal results, especially in 1 %

Cu/1 % Cr-ceria that has a higher concentration of Cu at the
surface than the singly doped 1 % Cu-ceria according to XPS.

Various other ceria catalysts doped with copper or chromi-
um have recently been reported.[14, 21, 22, 61, 62] Direct comparisons

with other articles is difficult due to differences in reaction

conditions such as catalyst loading and reactant flowrates or
ratios, which widely vary between different research groups.

Nevertheless, conversions can be normalized in terms of rate,
shown in Table 2 for CO oxidation and NO reduction along

with T10 and T50 values (the temperature at which 10 % and
50 % conversion of CO or NO is achieved). While the rates of
our catalyst is similar to or better than many other reported

doped ceria materials, even those with higher dopant content,
the low-temperature activity for CO oxidation is not as good
as that of the 3.9 % Cu-doped ceria nanorods reported in
Table 2.[21] This can be attributed to the higher copper loading
and improvements in BET surface area (72 m2 g@1), and porosity
due to their MOF-templated synthesis, compared with our hy-

drothermally prepared Cu/Cr-doped nanorods. In contrast, for
NO reduction, our Cu/Cr-doped ceria nanorods performed
slightly better at 150 8C but somewhat worse at 200 8C com-
pared with a Cr-doped ceria catalyst (Ce20Cr1Ox) or a 0.07 %
each Cu/Cr deposited on ceria (Table 2).[22] In any case, the

latter uses a pulsed cathodic arc plasma technique in vacuum,
much more complicated than our hydrothermal approach.

Conclusions

Copper and chromium have been used as dopants for ceria
nanorod catalysts produced via a hydrothermal synthesis

method. Doping does not significantly affect the nanorods
shape. Metal particles different to ceria and large enough to
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diffract X-rays in our conditions are only observed for copper
levels above 7 %. The experimental characterization confirms

the incorporation of Cu or Cr in the ceria crystal lattice, in-
crease of surface oxygen vacancies, and changes in the surface

and bulk reducibility. When tested as catalysts, copper doping
significantly improves the CO oxidation conversions but not

for NO reduction, while the opposite is true for chromium-

doped ceria. However, simultaneously doping a ceria nanorod
catalyst with both Cu and Cr dopants results in a catalyst

which shows improved conversions for both CO oxidation and
NO reduction compared with undoped ceria nanorods. Addi-

tionally, the use of co-dopants appears to provide a synergistic
effect, with only 1 % Cu and 1 % Cr required to provide CO oxi-

dation conversions like 7 % Cu-doped ceria nanorods. This be-

havior is supported by TPR and XPS analyses which show im-
proved low-temperature surface reducibility in co-doped Cu/

Cr-ceria compared with either Cu or Cr singly doped ceria ma-
terials. Cu XPS moreover shows a higher surface Cu concentra-

tion, which based on DFT calculations in literature are expected
to be mainly Cu+ , known to enhance CO chemisorption on
the catalyst surface and therefore catalytic CO oxidation. In a

nutshell, Cu/Cr-doped ceria nanorods show promise as an im-
proved catalyst for both oxidative and reductive reactions. This
research demonstrates the potential effectiveness of co-doping
with transition metals as a strategy for improving the effective-

ness of ceria-based catalysts. Future research should be fo-
cused on the optimization of dopant levels, examination of

other dopant metals, and testing these catalysts under more
typical real-world conditions such as after oxidative pre-treat-
ments. It would also be useful to research the N2 selectivity for

the NO reduction with CO in these doped materials.

Experimental Section

A facile hydrothermal method was used to synthesize ceria nano-
rods, both undoped and doped.[36] 120 mL of a 15 m aqueous
sodium hydroxide solution and 1.8 g of Ce(NO3)3·6 H2O were added
to a 150 mL Teflon-lined stainless-steel autoclave. For doped ceria,
a necessary amount of the respective dopant precursor in aqueous
solution—0.25 m CuSO4 or 0.3 m Cr(NO3)3—was added to the
Teflon-lined autoclave at this time to achieve the desired wt %

dopant (for example, 0.448 mL of CuSO4 solution was added to
achieve 1 % Cu-ceria). The mixture was stirred vigorously for 20 s.
The autoclave was sealed and heated at 100 8C in an air-circulating
oven at a rate of 5 8C min@1, held at this temperature for 10 h, after
which it was allowed to cool naturally to room temperature. Post-
synthesis, the product was separated from the sodium hydroxide
solution via vacuum filtration and washed with approximately
500 mL of deionized water. The wet product was dried in a
vacuum oven at 80 8C overnight. The resulting dry powder was
gently grounded in an agate mortar and pestle. Highly crystalline
ceria nanorods, free of organic matter, were obtained following
this approach. No calcination was, therefore, carried out. Samples
were labelled according to the wt % of metal dopant used in the
synthesis.

XRD was performed with a Bruker D8-Advance using a CuKa radia-
tion source. Measurements were taken from 20 to 908 2q with a
step size of 0.01648 2q and 0.25 sec per step. Coherent diffraction
domain sizes were calculated with the Scherrer equation. Catalyst
surface areas were calculated with nitrogen adsorption experi-
ments using a Micromeritics 3Flex Surface Characterization Ana-
lyzer. Samples were degassed under vacuum for 90 minutes at
200 8C. The surface areas were calculated using the BET. XPS analy-
sis was performed using a Kratos SUPRA XPS instrument with mon-
ochromated AlKa X-rays (1486.69 eV). Survey scans were recorded
with a pass energy of 160 eV, while high resolution spectra were
recorded with a pass energy of 20 eV. TEM was performed using a
JEOL JEM2100Plus microscope. Raman microscopy was performed
using a Renishaw inVia Raman Microscope, using a 532 nm green
laser with 10 s exposure time and 1 % laser power. TPR experi-
ments were performed with a Micromeritics AutoChem II 2920
equipped with a thermal conductivity detector; 0.1 g of each
sample was degassed under helium and consequently heated from
room temperature to 900 8C at a rate of 10 8C min@1, under a flow
of 50 mL min@1 of 5 % hydrogen in argon.

The catalytic CO oxidation and NO reduction were performed with
a U-shaped quartz tube reactor (10 mm ID). In a typical experi-
ment, a catalytic bed of 4 cm3 silicon carbide particles was used,
with 15 mg ceria nanorod catalyst dispersed throughout. Within
the quartz tube reactor, the catalytic bed was secured at both
ends with high-temperature quartz wool. For CO oxidation, the re-
actant feed consisted of 2000 ppm CO and 2000 ppm O2 in nitro-
gen. The total flow rate was 50 mL min@1, achieving a weight
hourly space velocity (WHSV) of 200 L g@1 h@1. For NO reduction
using CO as the reductant, the reactant feed consisted of
1667 ppm NO and 2667 ppm CO in nitrogen. The total flow rate

Table 2. Comparison of copper-ceria and chromium-ceria catalysts for CO oxidation and NO reduction.

Catalyst Reaction T10 [8C] T50 [8C] Rate [mmol g@1 min@1] Ref.
At 50 8C At 100 8C

1 % each Cu/Cr co-doped ceria nanorods CO ox. 100 206 8.2 27.3 this work
3.9 % Cu-doped ceria nanorods CO ox. 65 122 61.3 352.7 [21]
3.9 % Cu-doped ceria nanospheres CO ox. 142 232 0.0 13.1 [61]
2.0 % Cu-doped ceria nanopolyhedra CO ox. 113 161 0.0 1.2 [14]
8.5 % Cu deposited on ceria nanorods CO ox. 40 73 16.4 90.0 [62]
0.07 % each Cu/Cr deposited on ceria CO ox. 86 120 0.0 18.0 [63]

Catalyst Reaction T10 [8C] T50 [8C] Rate [mmol g@1 min@1] Ref.
At 150 8C At 200 8C

1 % each Cu/Cr co-doped ceria nanorods NO red. 194 243 6.1 26.6 this work
Ce20Cr1Ox NO red. 202 216 0.0 40.9 [22]
0.07 % each Cu/Cr deposited on ceria NO red. 143 300 17.2 45.4 [64]
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was 45 mL min@1, achieving a WHSV of 180 L g@1 h@1. For both CO
oxidation and NO reduction, the catalysts were tested though
cycles of six steps: (step 1) the temperature was increased from 20
to 500 8C with a ramp rate of 2.5 8C min@1, (step 2) kept at 500 8C
for 30 min, (step 3) cooled down with a ramp rate again of
2.5 8C min@1, and then (step 4–6) heated and cooled again in the
same manner (total time: 830 min). No pretreatment of the cata-
lysts was carried out. The outlet gas during the whole process was
analyzed with a Hiden mass spectrometer and a Fuji Electric ZRH
Infrared Gas Analyzer (for CO). Note both N2O and CO2 have the
same m/z value, so we could not distinguish them for selectivity
studies.

Experimental data are available via the University of Bath Research
Data Archive (DOI: https://doi.org/10.15125/BATH-00605).

Acknowledgements

This work was supported by the Engineering and Physical Sci-
ences Research Council (EPSRC) [grant numbers EP/L016354/1

and EP/L020432/2] . Powder XRD, Raman, and TEM characteri-
zation facilities were provided by the Material and Chemical

Characterisation Facility (MC2) at the University of Bath

(https://doi.org/10.15125/mx6j-3r54). XPS data collection was
performed at the EPSRC National Facility for X-ray Photoelec-

tron Spectroscopy (HarwellXPS).

Conflict of interest

The authors declare no conflict of interest.

Keywords: cerium · CO oxidation · hydrothermal synthesis ·
nanorods · NO reduction

[1] M. Melchionna, P. Fornasiero, Mater. Today 2014, 17, 349 – 357.
[2] T. Montini, M. Melchionna, M. Monai, P. Fornasiero, Chem. Rev. 2016,

116, 5987 – 6041.
[3] M. V. Twigg, Catal. Today 2011, 163, 33 – 41.
[4] C. H. Bartholomew, R. J. Farrauto, Fundamentals of Industrial Catalytic

Processes, Wiley-Blackwell, 2006.
[5] M. S. Reiter, K. M. Kockelman, Transport Res. D 2016, 43, 123 – 132.
[6] M. V. Faria, R. A. Varella, G. O. Duarte, T. L. Farias, P. C. Baptista, Sci. Total

Environ. 2018, 630, 544 – 559.
[7] M. Shelef, R. W. McCabe, Catal. Today 2000, 62, 35 – 50.
[8] C. L. S. Wiseman, F. Zereini, Sci. Total Environ. 2009, 407, 2493 – 2500.
[9] A. Gupta, U. V. Waghmare, M. S. Hegde, Chem. Mater. 2010, 22, 5184 –

5198.
[10] M. Piumetti, T. Andana, S. Bensaid, N. Russo, D. Fino, R. Pirone, Nano-

scale Res. Lett. 2016, 11, 165.
[11] C. D. Curran, L. Lu, C. J. Kiely, S. McIntosh, J. Mater. Chem. A 2018, 6,

244 – 255.
[12] M. Mogensen, Solid State Ionics 2000, 129, 63 – 94.
[13] K. Kim, J. W. Han, Catal. Today 2017, 293 – 294, 82 – 88.
[14] M. Dosa, M. Piumetti, S. Bensaid, T. Andana, C. Novara, F. Giorgis, D.

Fino, N. Russo, Catal. Lett. 2018, 148, 298 – 311.
[15] M. Dosa, M. Piumetti, S. Bensaid, N. Russo, D. Fino, Catal. Lett. 2019,

149, 107 – 118.
[16] H. J. Kim, G. Lee, M. G. Jang, K.-J. Noh, J. W. Han, ChemCatChem 2019,

11, 2288 – 2296.
[17] Y. Guo, H. Wei, G. Zhao, X. Ma, W. Zhu, Y. Yang, Fuel 2017, 206, 318 –

324.
[18] X. Liu, L. Han, W. Liu, Y. Yang, Eur. J. Inorg. Chem. 2014, 5370 – 5377.
[19] W.-X. Tang, P.-X. Gao, MRS Commun. 2016, 6, 311 – 329.
[20] D. Mukherjee, B. M. Reddy, Catal. Today 2018, 309, 227 – 235.

[21] S. Li, N. Wang, Y. Yue, G. Wang, Z. Zu, Y. Zhang, Chem. Sci. 2015, 6,
2495 – 2500.

[22] C. Deng, M. Li, J. Qian, Q. Hu, M. Huang, Q. Lin, Y. Ruan, L. Dong, B. Li,
M. Fan, Chem. Asian J. 2016, 11, 2144 – 2156.

[23] X. Yao, C. Tang, Z. Ji, Y. Dai, Y. Cao, F. Gao, L. Dong, Y. Chen, Catal. Sci.
Technol. 2013, 3, 688 – 698.

[24] C.-Q. Zhu, H. Liang, S.-H. Li, Y.-X. Hong, D.-Q. Ye, Chin. J. Inorg. Chem.
2011, 6, 1093 – 1100.

[25] B. Weidenhof, M. Reiser, K. Stçwe, W. F. Maier, M. Kim, J. Azurdia, E.
Gulari, E. Seker, A. Barks, R. M. Laine, J. Am. Chem. Soc. 2009, 131, 9207 –
9219.

[26] X. Wu, Q. Liang, D. Weng, J. Fan, R. Ran, Catal. Today 2007, 126, 430 –
435.

[27] S. Datta, L. Torrente-Murciano, Curr. Opin. Chem. Eng. 2018, 20, 99 – 106.
[28] M. D. Krcha, A. D. Mayernick, M. J. Janik, J. Catal. 2012, 293, 103 – 115.
[29] M. Nolan, J. Chem. Phys. 2009, 130, 144702.
[30] J. M. Ljpez, A. L. Gilbank, T. Garc&a, B. Solsona, S. Agouram, L. Torrente-

Murciano, Appl. Catal. B 2015, 174, 403 – 412.
[31] H.-X. Mai, L.-D. Sun, Y.-W. Zhang, R. Si, W. Feng, H.-P. Zhang, H.-C. Liu,

C.-H. Yan, J. Phys. Chem. B 2005, 109, 24380 – 24385.
[32] M. Nolan, S. C. Parker, G. W. Watson, Surf. Sci. 2005, 595, 223 – 232.
[33] T. Vinodkumar, B. G. Rao, B. M. Reddy, Catal. Today 2015, 253, 57 – 64.
[34] H. Yu, J. Yu, S. Liu, S. Mann, Chem. Mater. 2007, 19, 4327 – 4334.
[35] R. D. Shannon, Acta Crystallogr. Sect. A 1976, 32, 751 – 767.
[36] L. Torrente-Murciano, A. Gilbank, B. Puertolas, T. Garcia, B. Solsona, D.

Chadwick, Appl. Catal. B 2013, 132 – 133, 116 – 122.
[37] A. Younis, D. Chu, Y. V. Kaneti, S. Li, Nanoscale 2016, 8, 378 – 387.
[38] D. Mukherjee, B. G. Rao, B. M. Reddy, Top. Catal. 2017, 60, 1673 – 1681.
[39] Y. She, Q. Zheng, L. Li, Y. Zhan, C. Chen, Y. Zheng, X. Lin, Int. J. Hydrogen

Energy 2009, 34, 8929 – 8936.
[40] S. Saitzek, J. F. Blach, S. Villain, J. R. Gavarri, Phys. Status Solidi A 2008,

205, 1534 – 1539.
[41] F. D. Hardcastle, I. E. Wachs, J. Mol. Catal. 1988, 46, 173 – 186.
[42] H. Sohn, G. Celik, S. Gunduz, D. Dogu, S. Zhang, J. Shan, F. F. Tao, U. S.

Ozkan, Catal. Lett. 2017, 147, 2863 – 2876.
[43] M. Lykaki, E. Papista, N. Kaklidis, S. A. C. Carabineiro, M. Konsolakis, Cata-

lysts 2019, 9, 233.
[44] M. Nolan, J. E. Fearon, G. W. Watson, Solid State Ionics 2006, 177, 3069 –

3074.
[45] Z.-K. Han, Y.-G. Wang, Y. Gao, Chem. Commun. 2017, 53, 9125 – 9128.
[46] D. G. Araiza, A. Gjmez-Cort8s, G. D&az, Catal. Today 2017, 282, 185 – 194.
[47] W.-P. Dow, Y.-P. Wang, T.-J. Huang, Appl. Catal. A 2000, 190, 25 – 34.
[48] J. Papavasiliou, M. Rawski, J. Vakros, G. Avgouropoulos, ChemCatChem

2018, 10, 2096 – 2106.
[49] W. C. Chueh, A. H. McDaniel, M. E. Grass, Y. Hao, N. Jabeen, Z. Liu, S. M.

Haile, K. F. McCarty, H. Bluhm, F. El Gabaly, Chem. Mater. 2012, 24, 1876 –
1882.

[50] K. Wu, L.-D. Sun, C.-H. Yan, Adv. Energy Mater. 2016, 6, 1600501.
[51] V. Shapovalov, H. Metiu, J. Catal. 2007, 245, 205 – 214.
[52] B. Liu, W. Li, W. Song, J. Liu, Phys. Chem. Chem. Phys. 2018, 20, 16045 –

16059.
[53] M. C. Biesinger, Surf. Interface Anal. 2017, 49, 1325 – 1334.
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