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Abstract: The production of vanillin from lignin-derived vanillyl alcohol poses a great deal of research
interest because of the availability of renewable lignin in abundant quantities. In the present study, a
series of copper-doped ceria (CeO,) catalysts were prepared by a modified template-assisted method,
characterized by various techniques, and explored for the oxidation of vanillyl alcohol to vanillin with
molecular oxygen as the oxidant at normal atmospheric pressure. Interestingly, a 10% Cu-doped ceria
(Cup.1Cep9O,_ ;) catalyst exhibited superior catalytic activity for the oxidation of vanillyl alcohol with
95% and 100% conversions at atmospheric and moderate pressures, respectively, with 100% vanillin
selectivity in both cases. A thorough characterization (XRD, BET surface area, Raman spectroscopy,
SEM, TEM, XPS, and H,-TPR) of the synthesized mesoporous oxides (CuO, CeO,, Cug 05Cep 95025,
Cup1Ce 90,5, and Cug15Cepg50,_5) revealed that mixed oxide catalysts exhibit more oxygen
vacancies and better redox behavior in comparison to the single oxides, which lead to improved
catalytic activity and selectivity. Reaction parameters, such as reaction temperature, reaction time,
catalyst amount, and the solvent, were also optimized for the reaction.

Keywords: vanillin; vanillyl alcohol; lignin; mesoporous materials; cerium oxide; copper oxide; XRD;
BET surface area; Raman spectroscopy; XPS; SEM; TEM; H,-TPR

1. Introduction

Vanillin (4-hydroxy-3-methoxybenzaldehyde) is an essential substance in daily life,
as it is used extensively in food and beverages as a flavoring agent. By virtue of its
antimicrobial and antioxidant qualities, vanillin is also extensively used in pharmaceuticals,
as well as in the chemical industry as an intermediate. In particular, vanillin is an important
intermediate in the synthesis of popular drugs, such as L-dopa and trimethoprim [1-3].
Vanillin with two functional groups (aldehyde and phenolic-OH) can be considered as a
building block for the preparation of various fine chemicals. Vanillin consumption is also
extended to perfumes, cleaning products, and livestock foods more recently. Out of the
estimated 12,000 tons of annual consumption, only 20 tons of vanillin is naturally produced
from the extraction of vanilla pods, and the remaining has to be produced by synthetic
routes. Therefore, vanillin has drawn the unprecedented attention of academia and industry
for synthetic approaches [4-6]. A major portion (85%) of synthetic vanillin comes from
the conversion of petroleum-derived guaiacol [7]. Nitrose and glyoxylic methodologies
are the traditional routes for the synthesis of vanillin from guaiacol, with good selectivity.
However, the high cost, difficulty in the purification of products, and the formation of
unwanted side products (p-aminodimethyl aniline and nitrile) are making these paths
highly disadvantageous for practical purposes [8,9]. The remaining synthetic vanillin
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demand has to come from the lignin sources. The production of vanillin from lignin-derived
vanillyl alcohol presents a great deal of research interest because of its ready availability
and its renewable nature. Further, the complex structured lignin sub-structure compounds
to produce fine chemicals are viable alternatives to non-renewable petroleum-based feed
stocks [10]. Lignin accounts for 30% of organic-based carbon residue, and more than 20%
of biomass accounts for lignocellulose in the total biosphere mass on the earth. However,
most of it is burned as fuel, and very small amounts are used for preparing fine chemicals
due to its complexity [11]. Lignocellulosic biomass has been identified as an intriguing
carbon feedstock for the environmentally friendly synthesis of fine chemicals. Large-scale
production of vanillin from lignin resource requires a cost-effective manufacturing method
to keep up with its continued demand.

Vanillin is normally produced by processes that are catalyzed by vanillyl alcohol
oxidase and laccase [7,12]. Hu et al. synthesized vanillin by 4-methylguaiacol oxidation
with homogeneous cobalt salen complex catalyst, using NaOH as an additive to obtain the
total conversion with 86% product selectivity in 18 h [13]. Oxidation of 4-methylguaiacol
with N-hydroxyphthalimide associated cobaltous chloride catalyst by using NaOH was also
reported by Zhang et al. [14]. However, homogeneous catalysts are characterized by various
disadvantages, such as heavy metal waste generation, formation of M-oxo dimers, resulting
in fast deactivation of the catalyst, and difficulty in the separation of the catalyst after the
reaction causing poor recyclability of the catalyst [15]. Most of these disadvantages can be
overcome by the application of heterogeneous catalysts, which are easy to separate from the
products thereby reusability of the catalyst becomes much easier. Therefore, a lot of research
activity is inclined towards designing the most efficient heterogeneous catalysts for vanillyl
alcohol oxidation. Various noble metal-based catalysts, namely, Au/CeO,, Ru/TiOy, Pt/C,
and Pd, were investigated for several oxidation reactions by employing alkali [16,17].
Although catalytic systems based on noble metals show good catalytic performance, and
they are not favorable due to economic and environmental implications [18]. Further, the
use of NaOH causes catalyst deactivation by the formation of hydroxyl bridged metal
complex in the presence of water, and large amounts of unwanted inorganic salts are
generated during the product neutralization step [8,19]. Catalytic systems based on mixed
oxides were reported to exhibit better activity compared to their single oxide counterparts
owing to their cooperative electronic and redox characteristics [20]. Therefore, Cu-Ti
composite oxide, Cu-Mn and Co-Mn mixed oxides, Co-Mn oxide promoted by graphene
oxide, and some other catalysts were explored to produce vanillin from vanillyl alcohol
oxidation [21-25].

Ceria-based mixed oxide catalysts are known to exhibit very promising catalytic ac-
tivity in various oxidation reactions, namely, diesel soot, ethylbenzene, benzyl alcohol,
benzylamine, cyclohexene, styrene, and many other because of their superior oxygen
storage/release capacity (OSC), which is attributed to the facile redox nature of the ceria
(2Ce0y++Cey03 + Oy) [26-32]. Therefore, ceria is extensively employed in three-way cat-
alytic converters in automotive pollution control systems, where both carbon monoxide and
unburnt hydrocarbons are oxidized to CO;, and NOy is reduced to harmless N; [33,34]. At
high temperatures, oxygen storage capacity and redox properties of pure ceria are decreased
due to poor thermal resistance and low textural stability. These drawbacks were mostly
overcome by incorporating appropriate dopant cations into the ceria lattice, which increase
the redox properties and a high oxygen storage and release capacity leading to better cat-
alytic systems [35,36]. Catalytic efficiency can be fine-tuned by using an appropriate dopant
such as transition or rare earth metal cation. Compared to the rare earth metals, transition
elements received much research interest because of their better redox properties, variable
oxidation states, low cost, and ready availability. On those lines, various ceria-based mixed
oxides such as cerium-manganese, cerium-zirconium, and cerium-iron were explored for
oxidation reactions at elevated temperatures and pressures [37-39]. In our quest to find an
improved catalytic system for vanillyl alcohol oxidation, we have undertaken the present
investigation where a series of copper-doped ceria catalysts were prepared with various
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copper contents (Cug 95Cep.9502_5, Cup.1Cep9O;z_5, and Cug 15Cep 8502 5) by a modified
template-assisted method and explored them with molecular oxygen at normal atmospheric
pressure. To our surprise, the obtained results were very promising for the title reaction
under mild conditions with cheaper catalysts.

2. Results and Discussion
2.1. Characterization Studies

The X-ray powder diffraction patterns of CuO-CeO, mixed oxides, ceria, and copper
oxide samples are shown in Figure 1. The observed 26 values at 28.7, 33.2, 47.7, 56.5,
59.4,69.5,76.8, and 79.1, corresponding to 111, 200, 220, 311, 222, 400, 331, and 420 planes
confirm the cubic fluorite structure of ceria. Peaks related to copper oxide were not
found in the case of Cug 5Ce9502_5 and Cug 1Ce9O,_5 samples that could be attributed
to the formation of solid solution (incorporation of CuO ions into the ceria lattice) or
small clusters of CuO, which are finely dispersed on the ceria surface and could not be
detected by the XRD technique [40]. However, in the Cug15Cepg502_5 sample weak
diffraction peaks of CuO were observed, which implies that at higher loadings of copper
the formation of bulk CuO clusters on the ceria surface can be expected. Due to a decrease
in the crystallite size, doped ceria sample peak intensities are decreased and broadened in
comparison to pure ceria [41]. Average crystallite sizes of prepared samples were calculated
by Scherrer equation considering full width at half maximum of the most intense peak
(111 plane), and the results are presented in Table 1. It is interesting to note, from Table 1,
that diffraction peaks of doped CeO, are clearly displaced to higher Bragg angles due to
lattice shrinkage caused by the replacement of Ce** (0.097 nm) with smaller Cu™" ions
(Cu?* =0.073 nm; Cu* = 0.077 nm). These results thus confirm the formation of copper-
ceria solid solutions [42,43].
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Figure 1. XRD patterns of CeO,, CuO, Cugps CeposOr_5 (a), CugiCep9Or_5 (b), and
Cug.15Ce 850, (c) catalysts.
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Table 1. BET surface area (S) and mean crystallite size (D) of CeO,, CuO, Cuggs Cepg50;,_s,
Cug.1Cep90;_5, and Cug 15Ce 85075 catalysts.

Entry Sample S (m?g-1)2 D (nm) P
1 CeO, 51 9.74
2 CuO 14 12.9
3 Cug05Ce.9502—5 75 9.64
4 Cug.1Cep 90,5 81 6.35
5 Cug,15Ce 85025 69 7.85

2 From BET analysis, b From XRD analysis.

The Ny-physisorption isotherms of CeO;, CuO, and CuO-CeO; mixed oxides are
displayed in Figure 2. The type IV isotherms with H3-type hysteresis loops positioned in
the range of 0.5 to 0.98 relative pressure (P/Po) suggest that all samples are mesoporous
in nature [44,45]. The BET specific surface areas and crystallite sizes are listed in Table 1.
Compared to individual oxides, the mixed oxide samples show smaller crystallite sizes and
a high BET surface area due to the beneficial effect of dopant ions in preventing the crystal
growth of the ceria lattice, which is also revealed by XRD studies [46]. The Cug1Cep9Os_s
sample shows the lowest crystallite size and a high surface area among all the other oxide
catalysts prepared in this study.
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Figure 2. N, adsorption-desorption isotherms of CeO,, CuO, Cug s Cep9507_5 (a), Cug1Cep9Oa—s (b),
and Cuy 15Ce( 85025 (c) catalysts.

The ICP-OES analysis was undertaken to determine the Ce/Cu exact ratio in the
mixed oxides, and the obtained results are presented in Table 2. The observed results are
in line with the nominal values used to make the samples. These results demonstrate that
the technique adopted to prepare the copper doped ceria catalysts in the present study
is effective.
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Table 2. ICP-OES analysis of Cug g5Ce.9502_5, Cug1Cep9O,_5, and Cug 15Cep g50,_5 catalysts.

Nominal Values ICP-OES Analysis Values
Entry Sample
Ce Cu Ce Cu
1 Cuo_05CEQ_95OQ,5 0.95 0.05 0.93 0.07
2 CuO'lceo.goZ,(s 0.90 0.10 0.87 0.13
3 CUQ.15C80,8502_5 0.85 0.15 0.84 0.16

Structural changes in the CeO; lattice that took place after the CuO doping was further
investigated by Raman spectroscopy, depicted in Figure 3, which complements the XRD
studies. The sharp band at 465 cm ™! represents the Fyg vibrational mode related to the
symmetrical breathing mode of four oxygen atoms neighboring to the Ce*" ions in the
CeO,. In doped samples, as the percentage of copper increases, the F» band broadened and
the peaks are shifted to lower wavelength side (peaks were red-shifted). This observation
can be explained by the changes in the bonding symmetry between Ce-O atoms and
the formation of extrinsic oxygen vacancies to compensate the negative charge created
by introducing dopant ions [47-49]. The very broad peak (visible in expanded form) at
595 cm~ ! is attributed to oxygen vacancies [39]. It suggests that the addition of smaller
sized copper ions caused a slight decrease in the lattice parameters of cubic CeO,, creating
additional oxygen vacancies, as per the earlier reports [42].

Intensity (a.u.)

CeO2

| | | I |
200 300 400 500 600 700 800

Raman shift (cm'l)

Figure 3. Raman Spectra of CeOz, Cu0405Ce0,9502,5 (a), Cu0_1C90.902,5 (b), Cu0,15Ce0'8502,5 (C),
and CuO catalysts.

Field Emission Scanning Electron Microscopy (FE-SEM) was used to analyze the
surface morphological features of the synthesized catalysts. Figure 4 displays the FE-
SEM images of pure CeO; (a), CuO (b), Cug05Cep.9502_5 (c), Cup.15Ce8502_5 (d), and
Cup1Cep90Os_s (e,f) samples, respectively. Nearly all samples show a definite spherical
texture and morphology of the porous variety. Since all samples were prepared and
processed under identical conditions, there are no significant morphological differences
between different samples that can be seen in these images. However, the surface of the
Cuyg 1Ce0 90O, _ catalyst exhibits some smaller pores compared to others.
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Figure 4. FE-SEM images of CeO; (a), CuO (b), Cugp5Cep950:_5 (c), Cug15Ceng502_5 (d),
Cug1Cep90y_5 (e), and (f) catalysts.

The surface morphology of Cug 1Cey9O,_s sample was further studied by HRTEM
and the particle size was also evaluated using the instrument software based on several
images to compare with the XRD results. The representative HRTEM and SAED images of
the Cug 1Cep9O;_5 sample at different areas and magnifications are shown in Figure 5. The
Cup1Ce90O,_5 sample exhibits uniform dispersion of particles with an average particle
size of about 3 to 10 nm in line with XRD results. The existence of diffraction peaks in
the XRD study is clearly confirmed by all planes in the SAED spectrum. The inter-planar
distance of the (111) plane in cubic fluorite structured copper doped ceria (Cug 1Cep9Or_5)
is 0.31 nm.
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Figure 5. HR-TEM images of (Cug1Ce9O;_s) catalyst (a—f), enlarged d (e), and (f) SAED of the
(Cug.1Cep 9O, 5) catalyst.

The XPS technique was employed to evaluate the electronic nature of components
found on the sample surface. XP spectra of CuO, CeO,, and Cug1Cey9O,_s samples are
depicted in Figures 6-8, respectively. Elemental carbon 1s XP spectra at 284.5 eV were
taken as references to correct the binding energies of Ce 3d, Cu 2p, and O 1s. The Ce 3d
spectra of CeO, and Cug 1Cep9O,_ s samples exhibit two spin multiplets that are 3d3,, and
3ds5,, denoted by “u” and ‘v, respectively, and, as a result, eight broad peaks are obtained
in line with the literature reports and shown in Figure 6. The Ce 3d spectra of trivalent Ce
compounds (Ce3* — 3d'%4f') show two peaks, namely, u; and vy, and the tetravalent Ce
compounds (Ce** — 3d1%4f%) show six peaks that are uy, up, uz and v, vz, v3, respectively,
in line with earlier reports [38,42,43]. These observations confirm the presence of both
Ce3* and Ce** ions and imply the redox nature of the synthesized catalysts. Particularly,
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the presence of Ce®* ions suggests the formation of oxygen vacancies in the doped ceria
sample, which are crucial for the activity of the catalyst towards oxidation reactions.

Ce 3d

Intensity (a.u)

CeO

I | | | |
880 890 900 910 920
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Figure 6. Ce 3d XP spectra of CeO, and Cug 1Cey9O,_5 (a) catalysts.
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Figure 7. Cu 2p XP spectra of CuO and Cug1Ce(9O;_s (a) catalysts.
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Figure 8. O 1s XP spectra of CeO, and Cug1Cep9O,_s (a) catalysts.

The XP spectra of Cu 2p for CuO and Cug 1Cep9Oy_s samples are depicted in Figure 7.
It can be clearly observed that the Cu 2p3,, XP spectrum of the CugCe9O,_5 sample
shows two peaks at 949.3 eV and 929.6 eV binding energies corresponding to Cu?* and
Cu*! oxidation states, respectively. Compared to CuQO, in the Cug1Cep9O,_5 sample, the
amount of Cu?* state is decreased, and the Cul* state is increased. The Cu?* state is the final
state, and the Cul* species is thought to be the Cug 1Ce9O;_s catalysts’ active ingredient.
It is reported that copper-ceria catalyst prepared via calcination in air is more likely to
include Cul* ions [39,40,50].

The XP spectrum of O 1s for the Cug1Cep9O;,_s sample is presented in Figure 8.
In the spectrum, at least three types of peaks are noticed, and the peak at 527.6 eV is
ascribed to lattice oxygen (Oy) of the metal oxide, and another peak at 530.1 eV is related to
chemisorbed oxygen (Oyy) or poorly bonded oxygen atoms to the surface of metal oxides,
and the largest binding energy peak at 533.5 eV may be attributed to water and carbonate
species (Opy) [41,51]. Compared to CeO,, in the case of the Cug1Cey9O,_5 sample, the
binding energies are decreased, and peaks are broadened because of the overlapping of
peaks related to the different nature of Ce and Cu atoms in the mixed oxides [39]. According
to the earlier observations, surface-adsorbed oxygen species (Or) show high mobility and
are responsible for oxidation processes.

The catalytic activity of ceria-based catalysts for oxidation reactions is known to
be directly related to the redox properties. Therefore, the reducibility of catalysts was
investigated by Hp-TPR measurements and displayed in Figure 9. According to prior
studies, pure ceria exhibits two reduction peaks, one at around 500 °C of surface oxygen and
the other at around 800 °C of bulk oxygen in the ceria lattice [52]. In contrast, the pure CuO
reduction peaks may be seen in the H,-TPR profile at around 350 °C and 430 °C. In copper-
doped ceria samples, the presence of overlapped two-step reduction peaks at 150-350 °C
suggests that the catalyst is having at least two types of copper ions. A low intensity peak
at a lower temperature may be due to the reduction of CuO that is strongly bound to the
CeO; phase, which is well dispersed. Another peak with high intensity at a relatively
high temperature can be attributed to the reduction of bulk CuO that is poorly bound to
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the CeO; [40,47]. Compared to the pure CuO sample, the reduction temperatures of CuO
in the mixed oxides are decreased. This can be explained by the synergetic interaction
between CuO and CeQO, that can improve the reducibility of CuO. Among the mixed
oxide samples, the Cug 1Cep9O,_5 exhibited the lowest reduction temperature, suggesting
that this catalyst shows better redox properties and consequently good catalytic activity
is anticipated.

Intensity (a.u.)
e
=
-}

a Cu0

I ! [ I I [ [
150 200 250 300 350 400 450 500

Temperature (°C)
Figure 9. Hy-TPR of Cug 5Ce(9502_5 (a), Cug 1Cep9Oy_5 (b), and Cug 15Ce g50,_5 (c) catalysts.

2.2. Catalytic Activity

The catalytic efficiency of CeO,;, CuO, and CuO-CeO; mixed oxide catalysts
(Cup.05Ce09507_5, Cup1Ce9O;_5, and Cup15Ceng50,_5) was evaluated for oxidation
of vanillyl alcohol with molecular oxygen at atmospheric pressure under base-free condi-
tions (Scheme 1). The reaction was performed by taking vanillyl alcohol (200 mg), catalyst
(50 mg), and N, N-dimethyl formamide (10 mL) into a 25 mL round bottom flask. A
molecular oxygen bladder was fitted to the flask and contents were stirred for 12 h on a
magnetic stirrer at 130 °C temperature. After the fixed reaction time, the contents were
cooled to room temperature, catalyst was separated by centrifugation, and the liquid con-
tents were analyzed by GC and GCMS. The obtained results are presented in Figure 10. The
presence of products after the reaction were confirmed by both NMR and MS techniques,
as established in the literature. Compared to the individual oxides of Ce and Cu, their
mixed oxides show a high catalytic activity. The activity order among various catalysts
is as follows: CuO < C602 < Cu0,05Ce0.9502,5 < CuO.15Ceo.g502,5 < Cu0,1Ce0,9Og,5. All
the investigated oxide catalysts exhibited different specific surface areas. The normalized
activity based on specific areas is presented in Table S1 (Supporting Information). The
activity trend reveals that the specific surface area is not the primary contributor for the
observed results. Therefore, the diverse activities can be explained by a strong synergetic
interaction between the Ce and Cu ions to induce oxygen activation process, which is
important for oxidation reactions. In general, the oxygen transfers between Cu'*/Cu?*
and Ce®* /Ce** redox cycles promote the oxygen activation, which consequently results
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in good catalytic activity. Among the CuO-CeO, mixed oxide catalysts investigated, the
Cup1Cep90O,_5 combination catalyst shows superior catalytic activity towards vanillyl
alcohol oxidation with 95% conversion and 100% selectivity to vanillin. These results
provide an indication that the Ce/Cu ratio plays a key role in the modification of the
structural changes in the ceria lattice. Doping of 10% CuO into CeO; lattice results in
favorable changes in the physicochemical properties of ceria, which is evidenced by a high
BET surface area, a greater number of oxygen vacancies, and low temperature reducibility
in comparison to other samples. Therefore, the effect of various reaction parameters, such
as temperature, pressure, amount of catalyst, and the reaction time on vanillyl alcohol
oxidation, was thoroughly investigated using the Cug 1Cep9O;_s catalyst.

Catalyst
(0]
OH 2 =°
N o

Vanillyl alcohol Vanillin

Scheme 1. Vanillyl alcohol oxidation.

100 —

= ®
= S
| |

Conversion (%)
S
1

20 —

CuO

Catalysts

Figure 10. Catalytic activity of the prepared samples: Cug5Ce9502_5 (a), Cug1Cep9Or_s (b),
Cuyg.15Ce 8502_5 (c). Reaction conditions: vanillyl alcohol (200 mg), catalyst (50 mg), O, (balloon),
time (12 h), temperature (130 °C), and N, N-dimethylformamide (10 mL).

The impact of reaction time was investigated by performing the reaction for 3, 6,9, and
12 h at a constant temperature of 130 °C, and the obtained results are shown in Figure 51
(SI). At 3 h time duration, the conversion of vanillyl alcohol was 41% and at 6, 9, and 12 h of
reaction time the conversion was 65, 83, and 95%, respectively. After 12 h of reaction time,
there was no further increase in the conversion. Therefore, a 12 h reaction time duration
was found to be the optimum for the vanillyl oxidation under the experimental conditions
used in this study.

The temperature effect on vanillyl alcohol oxidation was studied by varying the
temperature from 70 to 130 °C, and the results are depicted in Figure S2 (SI). At 70 °C, the
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conversion of vanillyl alcohol was less (24%), and, by increasing the temperature to 90 °C
and 110 °C, this resulted in 39% and 62% conversion, respectively. A steep increase in
conversion up to 95% with a 100% selectivity to vanillin was obtained when the temperature
was increased to 130 °C. However, by raising the temperature to 140 °C, it was observed that
there is no positive impact. Therefore, it can be concluded that 130 °C reaction temperature
is the optimum for the oxidation of vanillyl alcohol under the investigated conditions in
this study.

The results shown in Figure S3 (SI) explain the effect of reaction time duration at dif-
ferent temperatures (90, 110, 130 °C) on vanillyl alcohol oxidation. At 90 °C, the conversion
of vanillyl alcohol is much less (13%) in the time frame of 3 h. By increasing the time from
3 to 12 h, the conversion increased gradually from 13 to 29%. A similar trend is observed at
the investigated 110 and 130 °C temperatures, respectively. Based on these observations,
we have estimated the rate constants (In (1 — XA) versus reaction time) and drawn the
Arrhenius plot (In (k) versus 1/T) for oxidation of the vanillyl alcohol reaction.

The plot between In (1 — XA) and the reaction time depicted in Figure S4 (SI) shows
that the rate constants are 0.02685, 0.07911, and 0.2404 h—! at 90, 110, and 130 °C tempera-
tures, respectively, for vanillyl alcohol conversion. The reaction appears to be pseudo-first
order, and the Arrhenius plot (Figure S5 of SI) based on the given k values shows an
activation energy of 66.63 kJ/mol.

The impact of the catalyst amount on the reaction at 130 °C for 12 h of reaction time
was examined by varying the catalyst quantity from 25 to 75 mg, and the outcomes are
displayed in Figure S6 (SI). Blank (without catalyst) reaction shows very little conversion,
and, with 25 mg of catalyst amount, the conversion of vanillyl alcohol was 59%. With 50
and 75 mg of catalyst amounts, the obtained conversions were 95 and 100% respectively.
It is apparent, from these results, that a 50 mg of catalyst amount is adequate for vanillyl
alcohol oxidation reaction under the investigated conditions.

Figure S7 (S]) illustrates the effect of various solvents on vanillyl alcohol oxidation in
the presence of a Cug1Cep9O;_s catalyst. Since some solvents have low boiling points, the
reaction was carried out in 100 mL autoclave at 20 bar oxygen pressure. As observed from
the results, the activity of the catalyst depends on the nature of the solvent. The conversion
of vanillyl alcohol was low when non-polar solvents, such as hexane and toluene, were
used as the reaction medium, while the conversion was increased with polar solvents. It
is primarily due to the fact that vanillyl alcohol dissolves more readily in polar solvents
than nonpolar ones. N, N-dimethylformamide (DMF) demonstrated superior conversion
than other polar organic solvents, such as isopropanol and acetonitrile. At 20 bar pressure,
the vanillyl alcohol conversion was 100% in 4 h reaction time compared to the atmospheric
pressure where the conversion was 95% in 12 h reaction time.

The reusability of the Cug1Cep9Oy_s catalyst was tested for five cycles, and the
results are depicted in Figure 11. After every cycle, the catalyst and reaction mixture
were separated by centrifugation. The catalyst was then dried at 150 °C for 5 h after
being repeatedly washed with methanol to remove impurities. The activity of the catalyst
was not significantly decreased up to five cycles. However, the conversion gradually
declines from the first to the fifth cycle, indicating a small deactivation of the catalyst. The
selectivity of vanillin, however, remains unchanged until the fifth cycle. The used catalyst
was characterized by XRD and BET surface area measurements. There was no change in the
XRD patterns in comparison to the fresh catalyst, indicating that the catalyst is quite stable.
However, there was a small decrease in the surface area after the catalytic experiments,
indicating that there is some insignificant pore blocking during the catalytic runs.
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Figure 11. The reusability test of the Cug1Cep9O,_s catalyst. Reaction conditions: vanillyl al-
cohol (200 mg), catalyst (50 mg), O, (balloon), time (12 h), temperature (130 °C), and N, N-
dimethylformamide (10 mL).

To appreciate the significance of the present catalyst, a comparison is made with some
of the reported catalysts for oxidation of vanillyl alcohol to vanillin, and the reported results
are presented in Table S2 (SI). As can be noted from this table, the reaction was carried out
mostly under pressure at different temperatures and using different catalysts with different
solvents. Only one study (entry 7) was conducted at atmospheric pressure with the same
solvent. A simple comparison of the present catalyst (entry 8) with other reported catalysts
reveals that it is superior in terms of conversion and product selectivity at relatively milder
conditions. Further studies are under active progress to extend the reaction to longer hours
(catalyst life study) with larger qualities of the catalyst for possible commercial utilization.

3. Experimental
3.1. Catalyst Preparation

Copper doped ceria mixed oxides (denoted as Cug g5Cep9507_5, Cug1CeoOsr_s,
and Cug 15Cep g502_5), CeO,, and CuO catalysts were prepared by a modified template-
assisted method [53]. Cerium(Ill) nitrate hexahydrate and copper(Il) nitrate trihydrate were
used as metal precursors (AR grade of Sigma-Aldrich) and poly(ethylene glycol)-block-
poly(propylene glycol)-block-poly(ethylene glycol) (P123) polymer as the template. In a typ-
ical method, required amounts of metal precursors (Ce(NO3)36H,0O and Cu(NO3),3H,0)
were dissolved in n-butanol at room temperature, to this solution appropriate amount of
P123 (equal to precursors weight) was added and stirred continuously for 3 h to dissolve the
contents completely, then the desired amount (precursor to nitric acid mole ratio = 1:7.5) of
concentrated HNO; was added slowly. After 30 min, the temperature was raised to 120 °C
and maintained until obtaining a dry black powder. To remove the anion impurities and
residual surfactant, the obtained black powder was washed with ethanol and centrifuged
several times and dried at 120 °C overnight. Finally, the samples were calcined at different
temperatures at various periods of time in the temperature range of 250 to 550 °C (at 250 °C
for 4 h, 350 °C for 3 h, 450 °C for 2 h, and 550 °C for 1 h with 5 °C/min ramping).

3.2. Catalyst Characterization

The X-ray diffraction patterns of the synthesized samples were obtained on a Rigaku
Multiflex diffractometer (Rigaku, Tokyo, Japan), which was equipped with a radiation
source (1.5418 A) of nickel-filtered Cu K& and a scintillation counter detector. Diffrac-
tograms were collected at the 20 values in the range of 10-80° scale with a step size of 0.021
and a step time of 1s per point. By using Scherrer equation, the average crystallite size (D)
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was calculated by taking the most intense peak’s full width at half maximum. The BET
surface areas and pore volume distribution were measured by BELSORP II (Osaka, Japan)
instrument at —196 °C temperature. The average pore size of the samples was determined
from the desorption isotherm by using the Barrett-Joyner-Halenda (BJH) method, and
their specific surface areas were determined using the multipoint BET technique. The
samples were degassed under a vacuum at 250 °C before analysis to remove residues
that are adsorbed on the sample surface. The elemental content of the prepared samples
was confirmed by Inductively Coupled Plasma-Optical Emission Spectroscopy (ICPOES)
(Thermo Jarrell Ash model IRIS Intrepid II XDL, Waltham, MA USA). Raman studies were
performed by using a Horiba Jobin-Yvon Labram HR Evolution confocal Raman spectrome-
ter equipped with a liquid-nitrogen cooled charge-coupled device (CCD) detector. Samples
of about 1 pm in diameter were excited by a 632 nm emission line of a Ar* ion laser. Based
on the intensity of Raman scattering, the acquiring time was adjusted, and the deviation
of the wavenumber values was <2 cm~!. The surface morphology of the samples was
analysed by using the JEOLJSM-7610F instrument using FE-SEM. The TEM and HRTEM
images of the Ce9Cuy 10, sample were obtained on a TECNAIG2 TEM instrument op-
erated at 160-200 kV and having a slow-scan CCD camera. Before analysis, the sample
was sonicated in ethanol, and deposited a drop of it on a carbon-coated copper grid. XPS
data were collected using ESCA3400 for excitation at room temperature. Mg K« radiation
(1253.6 eV) was used. By keeping samples under vacuum to eliminate the contamination,
the spectral noise of the contamination was minimized. The peak at 284.6 eV of carbon
1s (C 1s) was taken as a reference to correct the obtained binding energies of the samples.
Reducibility of the prepared samples was assessed by the H>-TPR technique, which has
a temperature-programmed reactor associated with a gas chromatograph mounted with
TCD. Around 50 mg of the sample was loaded into a tubular reactor, pretreated at 200 °C
with helium gas, and then the sample was subjected to TPR from room temperature to
850 °C with the continuous flow of 5% H, balanced in Ar.

3.3. Catalytic Activity Measurements

The activity of synthesized catalysts was evaluated for vanillyl alcohol oxidation
with molecular oxygen as the oxidant. Typically, a 25 mL round bottom flask was loaded
with vanillyl alcohol (200 mg), N, N-dimethylformamide solvent (10 mL), and the catalyst
(50 mg). An oxygen bladder was connected to the flask, and the reaction mixture was con-
tinuously stirred (600 rpm) at 130 °C temperature for 12 h. After the specified reaction time,
the catalyst was separated by centrifugation, and liquid contents were analyzed using GC
with a capillary column (BP-20 wax) and GC-MS equipped with a DB-5 capillary column.

4. Conclusions

A series of mesoporous CeO,, CuO, and copper-cerium mixed oxide (Cug g5Ce9502—5,
Cuyg1Cep90,_5, and Cuyg 15Ce( g502_5) catalysts were prepared through a modified template-
assisted method. The prepared catalysts were characterized by various techniques and
evaluated for vanillyl alcohol oxidation with molecular oxygen as the oxidant. A 10%
Cu-doped ceria (Cug 1Cep9O,_s) catalyst showed superior catalytic activity for vanillyl
alcohol oxidation with 95% conversion and 100% vanillin selectivity at ambient pressure.
The influence of the Ce/Cu mole ratio on the physicochemical properties of catalysts,
as well as on their catalytic activity, was probed. XRD measurements revealed that Cu-
doped catalysts had a cubic CeO, phase and formation of solid solution with 10% and
below copper content. Raman analysis confirmed a higher number of oxygen vacancies in
the Cup1Ce9Oy_s sample. Np-adsorption and desorption measurements and the TEM
study confirmed the mesoporous nature of the catalysts. The TPR results revealed that the
Cup1Ce9O;_s sample exhibits a high redox nature. These favorable characteristics play
a key role in the observed, better activity of the Cug1Ce9O;_5 catalyst towards vanillyl
alcohol oxidation. The DMF was found to be the suitable solvent for this reaction.



Catalysts 2023, 13, 1058 15 0f 17

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390/catal13071058 /s1, Table S1: Normalized activity of catalysts with
respect to BET surface area. Figure S1: Effect of reaction time over Cug ;Cey9O;_s catalyst; Figure S2:
Effect of temperature over CugCey9O;_s catalyst; Figure S3: Effect of reaction time duration at
various temperatures over Cug;Cep9O;_s catalyst; Figure S4: In (1 — XA) versus reaction time
duration for oxidation of vanillyl alcohol; Figure S5: Arrhenius plot: In(k) versus 1/T (T is in Kelvin);
Figure Sé: Effect of catalyst amount over Cug1Ce9O,_s; Figure S7: Effect of various solvents over
Ce9Cuy 10, catalyst. Table S2: Comparison of present results with previously reported studies.

Author Contributions: Conceptualization, T.V.R. and B.M.R; formal analysis, S.N., P.S., K.Y. and
PMK,; investigation, S.N., P.S., K.Y. and PM.K.; writing—original draft preparation, S.N., P.S.,
K.Y. and PM.K,; writing—review and editing, T.V.R. and B.M.R ; visualization, T.V.R. and BM.R.;
supervision, T.V.R. All authors have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Acknowledgments: Authors S.N and P.S thank University Grant Commission (UGC), New Delhi
and K.Y thanks the Council of Scientific and Industrial Research (CSIR), New Delhi, for the re-
search fellowships. The authors thank Director CSIR-IICT for permission to communicate this work
(IICT /Pubs. /2023/160), N Lingaiah for TPR, and K Manorama for XPS data.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Wu, M.; Pang, ]. H.; Song, PP; Peng, ].].; Xu, E; Li, Q.; Zhang, X.M. Visible light-driven oxidation of vanillyl alcohol in air with
Au-Pd bimetallic nanoparticles on phosphorylated hydrotalcite. New J. Chem. 2019, 43, 1964-1971. [CrossRef]

2. Elamathi, P; Kolli, M.K,; Chandrasekar, G. Catalytic oxidation of vanillyl alcohol using FeMCM-41 nanoporous tubular reactor.
Int. ]. Nanosci. 2018, 17, 1760010. [CrossRef]

3.  Sinha, A.K,; Sharma, U.K,; Sharma, N. A comprehensive review on vanilla flavor: Extraction, isolation and quantification of
vanillin and others constituents. Int. J. Food Sci. Nutr. 2008, 59, 299-326. [CrossRef]

4. Sharma, A.; Verma, S.C.; Saxena, N.; Chadda, N.; Singh, N.P; Sinha, A.K. Microwave- and ultrasound-assisted extraction of
vanillin and its quantification by high-performance liquid chromatography in vanilla planifolia. J. Sep. Sci. 2006, 29, 613-619.
[CrossRef]

5. Valdez-Flores, C.; Cafiizares-Macias, M.P. On-line dilution and detection of vainillin in vanilla extracts obtained by ultrasound.
Food Chem. 2007, 105, 1201-1208. [CrossRef]

6. Jadhav, D.; Rekha, B.N.; Gogate, PR.; Rathod, V.K. Extraction of vanillin from vanilla pods: A comparison study of conventional
soxhlet and ultrasound assisted extraction. J. Food Eng. 2009, 93, 421-426. [CrossRef]

7.  DeJong, E.D.; Van Berkel, W.J.; Van Der Zwan, R.P,; De Bont, J.A. Purification and characterization of vanillyl-alcohol oxidase
from Penicillium simplicissimum: A novel aromatic alcohol oxidase containing covalently bound FAD. Eur. J. Biochem. 1992, 208,
651-657. [CrossRef] [PubMed]

8. Yuan, Z,; Chen, S, Liu, B. Nitrogen-doped reduced graphene oxide-supported Mn3Oj,: An efficient heterogeneous catalyst for the
oxidation of vanillyl alcohol to vanillin. ]. Mater. Sci. 2016, 52, 164-172. [CrossRef]

9. Saha, S.; Abd Hamid, S.B.; Ali, T.H. Catalytic evaluation on liquid phase oxidation of vanillyl alcohol using air and H,O, over
mesoporous Cu-Ti composite oxide. Appl. Surf. Sci. 2017, 394, 205-218. [CrossRef]

10. Fache, M.; Boutevin, B.; Caillol, S. Vanillin production from lignin and its use as a renewable chemical. ACS Sustain. Chem. Eng.
2015, 4, 35-46. [CrossRef]

11.  Zheng, M.W,; Lai, H.K; Lin, K.Y.A. Valorization of vanillyl alcohol by pigments: Prussian blue analogue as a highly-effective
heterogeneous catalyst for aerobic oxidation of vanillyl alcohol to vanillin. Waste Biomass Valorization 2019, 10, 2933-2942.
[CrossRef]

12. Lahtinen, M.; Heinonen, P; Oivanen, M.; Karhunen, P; Kruus, K,; Sipila, J. On the factors affecting product distribution
in laccase-catalyzed oxidation of a lignin model compound vanillyl alcohol: Experimental and computational evaluation.
Org. Biomol. Chem. 2013, 11, 5454-5464. [CrossRef]

13. Hu,J; Hu, Y,;Mao,J; Yao, J.; Chen, Z.; Li, H. A cobalt Schiff base with ionic substituents on the ligand as an efficient catalyst for
the oxidation of 4-methyl guaiacol to vanillin. Green Chem. 2012, 14, 2894-2898. [CrossRef]

14. Zhang, Y, Li, X.; Cao, X.; Zhao, ]. Liquid-phase oxidation of 2-methoxy-p-cresol to vanillin with oxygen catalyzed by a combination
of CoCl, and N-hydroxyphthalimide. Res. Chem. Intermed. 2014, 40, 1303-1311. [CrossRef]

15. Garade, A.C.; Biradar, N.S.; Joshi, S.M.; Kshirsagar, V.S.; Jha, R K.; Rode, C.V. Liquid phase oxidation of p-vanillyl alcohol over
synthetic Co-saponite catalyst. Appl. Clay Sci. 2011, 53, 157-163. [CrossRef]

16. Zhang, Y.; Cui, X,; Shi, F; Deng, Y. Nano-gold catalysis in fine chemical synthesis. Chem. Rev. 2012, 112, 2467-2505. [CrossRef]


https://www.mdpi.com/article/10.3390/catal13071058/s1
https://www.mdpi.com/article/10.3390/catal13071058/s1
https://doi.org/10.1039/C8NJ05477K
https://doi.org/10.1142/S0219581X17600109
https://doi.org/10.1080/09687630701539350
https://doi.org/10.1002/jssc.200500339
https://doi.org/10.1016/j.foodchem.2007.02.028
https://doi.org/10.1016/j.jfoodeng.2009.02.007
https://doi.org/10.1111/j.1432-1033.1992.tb17231.x
https://www.ncbi.nlm.nih.gov/pubmed/1396672
https://doi.org/10.1007/s10853-016-0318-5
https://doi.org/10.1016/j.apsusc.2016.10.070
https://doi.org/10.1021/acssuschemeng.5b01344
https://doi.org/10.1007/s12649-018-0280-3
https://doi.org/10.1039/c3ob40783g
https://doi.org/10.1039/c2gc36049g
https://doi.org/10.1007/s11164-013-1039-x
https://doi.org/10.1016/j.clay.2010.10.026
https://doi.org/10.1021/cr200260m

Catalysts 2023, 13, 1058 16 of 17

17.

18.

19.

20.
21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

Martin-Hernandez, M.; Carrera, J.; Suarez-Ojeda, M.E.; Besson, M.; Descorme, C. Catalytic wet air oxidation of a high strength
p-nitrophenol wastewater over Ru and Pt catalysts: Influence of the reaction conditions on biodegradability enhancement. Appl.
Catal. B Environ. 2012, 123-124, 141-150. [CrossRef]

Shilpy, M.; Ali Ehsan, M.; Hussein Ali, T.; Abd Hamid, S.B.; Alia, M.E. Performance of cobalt titanate towards H,O, based
catalytic oxidation of lignin model compound. RSC Adv. 2015, 5, 79644-79653. [CrossRef]

Jha, A.; Rode, C.V. Highly selective liquid-phase aerobic oxidation of vanillyl alcohol to vanillin on cobalt oxide (Co30y4)
nanoparticles. New J. Chem. 2013, 37, 2669-2674. [CrossRef]

McFarland, E.-W.; Metiu, H. Catalysis by doped oxides. Chem. Rev. 2013, 113, 4391-4427. [CrossRef] [PubMed]

Saha, S.; Abd Hamid, S.B. Nanosized spinel Cu-Mn mixed oxide catalyst prepared via solvent evaporation for liquid phase
oxidation of vanillyl alcohol using air and HyO,. RSC Adv. 2016, 6, 96314-96326. [CrossRef]

Jha, A.; Patil, KR.; Rode, C.V. Mixed Co-Mn Oxide-Catalysed Selective Aerobic Oxidation of Vanillyl Alcohol to Vanillin in
Base-Free Conditions. ChemPlusChem 2013, 78, 1384-1392. [CrossRef]

Jha, A.; Mhamane, D.; Suryawanshi, A.; Joshi, S.M.; Shaikh, P.; Biradar, N.; Rode, C.V. Triple nano-composites of CoMn,Oy,
Co304 and reduced graphene oxide for oxidation of aromatic alcohols. Catal. Sci. Technol. 2014, 4, 1771-1778. [CrossRef]

Lin, P; Shang, R.; Zhang, Q.; Gu, B,; Tang, Q.; Jing, F.; Cao, Q.; Fang, W. One-pot synthesis of finely-dispersed Au nanoparticles
on ZnO hexagonal sheets for base-free aerobic oxidation of vanillyl alcohol. Catal. Sci. Technol. 2022, 12, 4613-4623. [CrossRef]
Jana, N.C.; Sethi, S.; Saha, R.; Bagh, B. Aerobic oxidation of vanillyl alcohol to vanillin catalyzed by air-stable and recyclable
copper complex and TEMPO under base-free conditions. Green Chem. 2022, 24, 2542-2556. [CrossRef]

Katta, L.; Sudarsanam, P.; Thrimurthulu, G.; Reddy, B.M. Doped nanosized ceria solid solutions for low temperature soot
oxidation: Zirconium versus lanthanum promoters. Appl. Catal. B Environ. 2010, 101, 101-108. [CrossRef]

Xiong, J.; Wei, Y.; Zhang, Y.; Mei, X.; Wu, Q.; Zhao, Z.; Li, ]. Facile synthesis of 3D ordered macro-mesoporous Cey.,ZrO; catalysts
with enhanced catalytic activity for soot oxidation. Catal. Today 2020, 355, 587-595. [CrossRef]

Palli, S.; Kamma, Y.; Silligandla, N.; Reddy, B.M.; Tumula, V.R. Aerobic oxidation of ethylbenzene to acetophenone over
mesoporous ceria—cobalt mixed oxide catalyst. Res. Chem. Intermed. 2022, 48, 471-490. [CrossRef]

Mandal, S.; Santra, C.; Bando, K.K,; James, O.O.; Maity, S.; Mehta, D.; Chowdhury, B. Aerobic oxidation of benzyl alcohol over
mesoporous Mn-doped ceria supported Au nanoparticle catalyst. J. Mol. Catal. A: Chem. 2013, 378, 47-56. [CrossRef]

Rao, B.G.; Sudarsanam, P.; Rangaswamy, A.; Reddy, B.M. Highly efficient CeO,—Mo0QO3/SiO; catalyst for solvent-free oxidative
coupling of benzylamines into N-benzylbenzaldimines with O, as the oxidant. Catal. Lett. 2015, 145, 1436-1445. [CrossRef]
Rao, B.G.; Sudarsanam, P; Nallappareddy, PR.G.; Reddy, M.Y; Rao, T.V.; Reddy, B.M. Selective allylic oxidation of cyclohexene
catalyzed by nanostructured Ce-Sm-Si materials. Catal. Commun. 2017, 101, 57-61. [CrossRef]

Reddy, PN.; Rao, B.G.; Rao, T.V.; Reddy, B.M. Mesoporous Ce-Zr mixed oxides for selective oxidation of styrene in liquid phase.
Appl. Petrochem. Res. 2020, 10, 67-76. [CrossRef]

Luo, J.Y.; Meng, M.; Yao, ].S.; Li, X.G.; Zha, Y.Q.; Wang, X.; Zhang, T.Y. One-step synthesis of nanostructured Pd-doped mixed
oxides MOx-CeO; (M = Mn, Fe, Co, Ni, Cu) for efficient CO and C3Hg total oxidation. Appl. Catal. B Environ. 2009, 87, 92-103.
[CrossRef]

Chen, J.; Chen, Y.; Zhou, M.; Huang, Z.; Gao, J.; Ma, Z.; Tang, X. Enhanced performance of ceria-based NOy reduction catalysts by
optimal support effect. Environ. Sci. Technol. 2017, 51, 473-478. [CrossRef] [PubMed]

Cai, S.; Zhang, D.; Zhang, L.; Huang, L.; Li, H.; Gao, R;; Zhang, J. Comparative study of 3D ordered macroporous
Ce.75Zr92Mp0502_5 (M = Fe, Cu, Mn, Co) for selective catalytic reduction of NO with NHj. Catal. Sci. Technol. 2014, 4, 93-101.
[CrossRef]

Su, Y.; Tang, Z.; Han, W.; Song, Y.; Lu, G. Enhanced catalytic performance of three-dimensional ordered mesoporous transition
metal (Co, Cu, Fe)-doped CeO, catalysts for CO catalytic oxidation. Catal. Surv. Asia 2015, 19, 68-77. [CrossRef]

Ramana, S.; Rao, B.G.; Swamy, P.V,; Rangaswamy, A.; Reddy, B.M. Nanostructured Mn-doped ceria solid solutions for efficient
oxidation of vanillyl alcohol. J. Mol. Catal. A Chem. 2016, 415, 113-121. [CrossRef]

Reddy, PN.; Rao, B.G.; Rao, T.V.; Reddy, B.M. Selective aerobic oxidation of vanillyl alcohol to vanillin catalysed by nanostructured
Ce-Zr-0O solid solutions. Catal. Lett. 2019, 149, 533-543. [CrossRef]

Palli, S.; Yogendra, K,; Silligandla, N.; Reddy, B.M.; Tumula, V.R. Oxidation of vanillyl alcohol to vanillin over nanostructured
cerium—iron mixed oxide catalyst with molecular oxygen. Res. Chem. Intermed. 2022, 48, 4579-4599. [CrossRef]

Hu, C; Zhu, Q.; Jiang, Z.; Chen, L.; Wu, R. Catalytic combustion of dilute acetone over Cu-doped ceria catalysts. J. Chem. Eng.
2009, 152, 583-590. [CrossRef]

Aranda, A.; Aylon, E.; Solsona, B.; Murillo, R.; Mastral, A.M.; Sellick, D.R.; Taylor, S.H. High activity mesoporous copper doped
cerium oxide catalysts for the total oxidation of polyaromatic hydrocarbon pollutants. Chem. Commun. 2012, 48, 4704-4706.
[CrossRef] [PubMed]

Zhou, L.; Li, X,; Yao, Z.; Chen, Z.; Hong, M.; Zhu, R.; Zhao, J. Transition-metal doped ceria microspheres with nanoporous
structures for CO oxidation. Sci. Rep. 2016, 6, 23900. [CrossRef] [PubMed]

Zhu, H.; Chen, Y.; Gao, Y,; Liu, W.; Wang, Z.; Cui, C.; Wang, L. Catalytic oxidation of CO on mesoporous codoped ceria catalysts:
Insights into correlation of physicochemical property and catalytic activity. J. Rare Earth. 2019, 37, 961-969. [CrossRef]


https://doi.org/10.1016/j.apcatb.2012.04.001
https://doi.org/10.1039/C5RA14227J
https://doi.org/10.1039/c3nj00508a
https://doi.org/10.1021/cr300418s
https://www.ncbi.nlm.nih.gov/pubmed/23350590
https://doi.org/10.1039/C6RA21221B
https://doi.org/10.1002/cplu.201300247
https://doi.org/10.1039/c3cy01025b
https://doi.org/10.1039/D2CY00837H
https://doi.org/10.1039/D1GC04690J
https://doi.org/10.1016/j.apcatb.2010.09.012
https://doi.org/10.1016/j.cattod.2019.05.061
https://doi.org/10.1007/s11164-021-04604-6
https://doi.org/10.1016/j.molcata.2013.05.011
https://doi.org/10.1007/s10562-015-1545-0
https://doi.org/10.1016/j.catcom.2017.07.027
https://doi.org/10.1007/s13203-020-00246-8
https://doi.org/10.1016/j.apcatb.2008.08.017
https://doi.org/10.1021/acs.est.6b04050
https://www.ncbi.nlm.nih.gov/pubmed/27977158
https://doi.org/10.1039/C3CY00398A
https://doi.org/10.1007/s10563-015-9185-3
https://doi.org/10.1016/j.molcata.2016.01.028
https://doi.org/10.1007/s10562-019-02658-1
https://doi.org/10.1007/s11164-022-04827-1
https://doi.org/10.1016/j.cej.2009.05.033
https://doi.org/10.1039/c2cc31206a
https://www.ncbi.nlm.nih.gov/pubmed/22473462
https://doi.org/10.1038/srep23900
https://www.ncbi.nlm.nih.gov/pubmed/27030159
https://doi.org/10.1016/j.jre.2018.11.018

Catalysts 2023, 13, 1058 17 of 17

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

Challa, P; Enumula, S.S.; Kondeboina, M.; Burri, D.R.; Rao, K.S.R. Catalytic conversion of benzyl alcohol to benzaldehyde over a
Cu-CeO; catalyst: Utilization of CO; for enhancement of selectivity and activity. Ind. Eng. Chem. Res. 2020, 59, 17720-17728.
[CrossRef]

MuZina, K.; Kurajica, S.; DraZi¢, G.; Guggenberger, P.; Matijasi¢, G. True doping levels in hydrothermally derived copper-doped
ceria. J. Nanopart. Res. 2021, 23, 149. [CrossRef]

Kim, HJ.; Lee, G.; Jang, M.G.; Noh, K.J.; Han, ].W. Rational design of transition metal Co-doped ceria catalysts for low-temperature
CO oxidation. ChemCatChem 2019, 11, 2288-2296. [CrossRef]

Zhu, H.; Chen, Y.; Wang, Z.; Liu, W.; Wang, L. Catalytic oxidation of CO over mesoporous copper-doped ceria catalysts via a
facile CTAB-assisted synthesis. RSC Adv. 2018, 8, 14888-14897. [CrossRef]

Zhang, J.; Guo, J.; Liu, W.; Wang, S.; Xie, A.; Liu, X.; Yang, Y. Facile preparation of Mn*-doped (M = Cu, Co, Ni, Mn) hierarchically
mesoporous CeO; nanoparticles with enhanced catalytic activity for CO oxidation. Euro. |. Inorg. Chem. 2015, 6, 969-976.
[CrossRef]

Curran, C.D.; Lu, L.; Kiely, CJ.; McIntosh, S. Ambient temperature aqueous synthesis of ultra-small copper doped ceria
nanocrystals for the water gas shift and carbon monoxide oxidation reactions. J. Mater. Chem. A 2018, 6, 244-255. [CrossRef]

Li, L; Han, W,; Tang, Z.; Zhang, ].; Lu, G. Hard-template synthesis of three-dimensional mesoporous Cu—Ce based catalysts with
tunable architectures and their application in the CO catalytic oxidation. RSC Adv. 2016, 6, 64247—-64257. [CrossRef]

Jampa, S.; Wangkawee, K.; Tantisriyanurak, S.; Changpradit, J.; Jamieson, A.M.; Chaisuwan, T.; Wongkasemyjit, S. Sujitra
Wongkasemjit, High performance and stability of copper loading on mesoporous ceria catalyst for preferential oxidation of CO in
presence of excess of hydrogen. Int. . Hydrogen Energy 2017, 42, 5537-5548. [CrossRef]

Yang, F.; Wei, J.; Liu, W.; Guo, J.; Yang, Y. Copper doped ceria nanospheres: Surface defects promoted catalytic activity and a
versatile approach. J. Mater. Chem. A 2014, 2, 5662-5667. [CrossRef]

Poyraz, A.S.; Kuo, C.H.; Biswas, S.; Kingondu, C.K.; Suib, S.L. A general approach to crystalline and monomodal pore size
mesoporous materials. Nat. Commun. 2013, 4, 2952. [CrossRef] [PubMed]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1021/acs.iecr.0c02464
https://doi.org/10.1007/s11051-021-05274-6
https://doi.org/10.1002/cctc.201900178
https://doi.org/10.1039/C8RA02327A
https://doi.org/10.1002/ejic.201403078
https://doi.org/10.1039/C7TA07665G
https://doi.org/10.1039/C6RA12384H
https://doi.org/10.1016/j.ijhydene.2016.08.078
https://doi.org/10.1039/c3ta15253g
https://doi.org/10.1038/ncomms3952
https://www.ncbi.nlm.nih.gov/pubmed/24335918

	Introduction 
	Results and Discussion 
	Characterization Studies 
	Catalytic Activity 

	Experimental 
	Catalyst Preparation 
	Catalyst Characterization 
	Catalytic Activity Measurements 

	Conclusions 
	References

