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Abstract: In this research, we investigate the impact of Li doping on a TiO, support, synthesized
through the sol-gel method, with a focus on varying the aging time. Our objective is to elucidate
how aging duration and doping influence the surface basicity, thereby mitigating carbon formation
and amplifying the catalytic efficacy of Ni-loaded catalysts (15 wt.%). Essential characterization
techniques encompass X-ray diffraction, Hp-TPR, FE-SEM, N,-physisorption, DLS, FTIR, and Raman
spectroscopies. Our findings reveal that extended aging periods promote the development of a basic
character, attributable to oxygen defects within TiO,. This inherent trait bears significant implications
for catalyst performance, stability, and carbon formation during the reaction. Remarkably, the catalyst
with the highest catalytic activity and stability boasts an 85% relative basicity, a property also induced
by incorporating lithium into the TiO, support.

Keywords: dry reforming of methane; supported Ni catalysts; Li-doped TiO,; surface basicity;
aging time effect

1. Introduction

The world’s energy consumption is mainly based on fossil fuels for industrial, domes-
tic, and transportation applications, so greenhouse gas production is very high. Carbon
dioxide, among others, is one of the most responsible for causing climate change [1,2]. This
situation drives an exhaustive exploration of energy use and utilization alternatives, even
mitigating CO, technologies. In such a way, capturing CO, emissions and converting them
is strongly necessary to stabilize global warming. However, humanity’s efforts are going in
the opposite direction: the world’s temperature is going towards a catastrophic increase
that will have devastating consequences for life on the planet [3]. Remarkably, the dry
reforming of methane (DRM) has had a growing interest in the last decade, because it uses
two leading greenhouse gases (CO, and CHy) as reactants to obtain syngas (CO and Hy),
according to Equation (1).

CHy + CO, — 2CO + 2H, AHy = 247.3 k] /mol 1)

The DRM can use industrial CO, waste emissions, biogas, and natural gas to transform
into syngas, an essential raw material for manufacturing useful value-added products
(e.g., hydrogen, methanol, and liquid fuels) [4,5]. DRM has been studied with various
catalysts, including noble and transition metals deposited on supports, such as SiO,, MgO,
CeOy, Lay03, Al,O3, TiO;, or mixed oxides, and adding metal promoters. Nevertheless,
Ni-based catalysts represent a promising alternative for methane activation and are low
cost, as long as their current problems, associated with coke formation and sintering, are
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resolved [6]. Some reactions leading to carbon formation are present in DRM, such as
methane cracking (Equation (2)) and the Boudouard reaction (Equation (3)), among others
(Equations (4) and (5)), which could drive catalyst deactivation:

CH; — C+2H, )
2CO — C+CO, ©)
2H, + CO, — C + 2H,0 4)
H, +CO — C+H,0 ®)

DRM is endothermic (AH; = 247.02 k] /mol). Thermodynamically, the reaction occurs
at temperatures above 643 °C (at 25 °C, AG’ = 170.53 k] /mol); the rest of the parallel
reactions are exothermic, except for methane catalytic cracking [7].

The stability of Ni-based catalysts has been improved using supports and promoters
with a high Lewis base character, leading to carbon inhibition and, consequently, dimin-
ishing deactivation [8,9]. This fact drives into the concept that basicity variation could
be a way to improve activity and reduce deactivation. Several authors have shown an
intrinsic correlation between the basicity of the metal oxide support and catalytic perfor-
mance [10-17]. Furthermore, it has been widely reported that the chemical behavior of
TiO; is determined by the Lewis base character, which is due to the presence of O~ 2 sites
on its surface [18]. DFT studies on rutile (110) planes have demonstrated high levels of
interaction with CO, molecules in vacancy sites [19,20]. Oxygen vacancies in TiO, are
electron pair donors (donor states under a conduction band) [20-22]. Theoretical studies
show that anatase (101) and (001) present a lower defect concentration compared with
rutile (110) [23]. Several works have published the use of TiO; as a catalyst support in
reactions, taking advantage of its basicity and thermal and chemical stability. Aging time in
TiO, materials has been reported to increase the conversion efficiency in solar cells [24,25],
but not in DRM.

For example, synthesized TiO, with nanosheet morphology, supporting a Ni-based
catalyst showed a high conversion of CH4 and CO; and a good carbon dissociation over
the catalyst surface [26]. Also, modified Co/TiO, with Pt, Ru, and Ni achieved slow
deactivation [27]. Some other works have reported the basicity of Ni/LayO; catalysts
with a nanorod morphology, showing higher efficiencies in increasing basic sites [28].
Furthermore, weak basic sites have been reported to be helpful for DRM through using
Ca0,-ZrO; catalysts [29]. Regarding the alkaline-TiO, system, it has been demonstrated
that alkali atoms adsorbed on the TiO, surface, such as Li, Na, or K, behave as Lewis base
sites because they donate electron pairs [20]. Lithium-doped TiO, materials have also
found applications as energy storage materials, in photocatalysis, and as catalysts in the
transesterification of bisphenol-A [30,31].

As a probe molecule, surface basicity can be monitored with MBOH (2-Methyl-3-butyl-
2-ol). MBOH dehydrates into isopropyl acetylene, forming acetone and acetylene on basic
sites [32,33]. This technique is feasible for evaluating the acid-base properties in solids [34].

This work correlates the effect of the basicity of the TiO, (support) due to aging time
and the corresponding catalytic activity and stability in the DRM, keeping constant the
composition of the active phase (Ni particles) and promoter (Li).

2. Results and Discussion
2.1. Phase Analysis of Calcined Catalysts

The X-ray diffraction patterns corresponding to the Li-doped Ni/TiO, calcined cat-
alysts are compared in Figure 1. The summarized structural and refinement details are
presented in Table 1. The presence of rutile (PDF 021-1276, s.g. 136), anatase (PDF 021-1272,
s.g. 141), nickel (II) titanate (PDF 033-0960, s.g. 148), and nickel oxide (bunsenite) (PDF
047-1049, s.g. 225) were observed. The quantitative phase analysis is shown in Table 2.
According to these results, anatase was the main component in all catalysts, ranging from
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63.5 to 72.7 wt.%. Note that a higher amount of anatase TiO; was found with the Ni/T4,
i.e., after five days of aging. Furthermore, the binary metal oxide NiTiO3 phase was observ-
able in all samples, with the most significant amount being observed in the Ni/T4 catalyst.
Lithium phases were not detected.
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Figure 1. X-ray diffraction patterns of Li-doped Ni/TiO, calcined catalysts.

Table 1. Structural and Rietveld refinement details for all involved phases in fresh and spent catalysts.

Input Space Lattice Parameters Atomic Positions Gene];al F};llProf
Sample  Structural G [nm] etails
. roup
CIF File a c xla x/b x/c
Ti =0.00 Ti=0.00 Ti=0.00
Rutile 647553 136 0.458 0.295
0 =0.305 O =0.305 0 =0.00
Ti = 0.00 Ti = 0.00 Ti = 0.00 Peak shape function:
Anatase 9852 141 0.37842 0.95146 Nor = 7
O =0.00 O =0.00 O =0.2081 pr=7,
- - - TCH pseudo-Voigt
Ni=0.00 Ni = 0.00 Ni = 0.3507 Resolution function
NiTiO; 33854 148 050274 13783  O0=0316  0=00149 0=02471 ype
Ti = 0.00 Ti=000 Ti—01445  Rbo =% Instrumental
resolution file
Ni =0.00 Ni =0.00 Ni =0.00 Occupancies:
NiO 9866 225 0.478 0.478 iH 3
1 O = 0.500 O = 0.500 O = 0500 Imtlally,.set to 1. Refined.
Isotropic displacement
Li = 0.0000 Li =0.000 Li =0.000 (temperature)
LiTi,Oy4 15789 227 0.83910  0.83910 O=03900 O=0390 O=0.3900 parameter:
Not considered
Ti = 0.6250 Ti = 0.6250 Ti = 0.6250
Ni 52331 225 0.35243 0.35243 Ni=0.00 Ni=0.00 Ni=0.00
C; =0.000 C; =0.000 C; =0.000
C 31170 186 0.2470 0.6790
C,=03333 C;=06667 Cq=0.005
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Table 2. Quantitative phase analysis obtained by XRD of Li-doped Ni/TiO; calcined catalysts (in
wt.%), the NiO crystallite size, and the anatase (A) to rutile (R) ratio.

Sample Anatase Rutile NiO NiTiO3 NiO Crystallite Size [nm] A/R Ratio
Ni/T1 66.4 8.6 15.7 9.3 23.8 7.72
Ni/T2 68.7 7.8 8.6 14.9 19.8 8.81
Ni/T3 63.5 10.3 10.9 15.3 227 6.17
Ni/T4 72.7 1.6 17.4 8.3 23.3 45.44

2

A'\,
"3

2

x50,000

2.2. Morphology Analysis Using Scanning Electron Microscopy

Figure 2a—d shows the scanning electron microscopy (SEM) results of the Li-doped
Ni/TiO; catalysts.

100nm JEOL 7/4/2023 | ] 100nm JEOL 7/4/2023
SEM WD 9.9mm 10:53:02 10.0xV LED SEM WD 9.9mm 11:16:34

a ? ruh W
— 100nm JEOL 7/4/2023 — 100nm JEOL 7/4/2023
10.0kV LED SEM WD 9.9mm 11:39:45 x55,000 10.0kV LED SEM WD 9.9mm 12:17:47

Figure 2. FESEM micrographs of the Ni-Li/TiO, catalysts: (a) Ni/T1, (b) Ni/T2, (c) Ni/T3, and
(d) Ni/T4 samples.

Images show round-shaped particles in all cases, all attributable to the NiO phase (no
EDS analysis was performed). For Ni/T1 and Ni/T2 samples shown in Figure 2a,b, the
particles range from 30 to 100 nm, and in the first case, they are visibly compacted. In the
Ni/T3 sample shown in Figure 2c, bigger particles appear, ranging from 100 to 200 nm, and
are differentiated from those around 50 nm or less. Finally, the Ni/ T4 sample shown in
Figure 2d shows a narrow particle size distribution, between 30 and 50 nm, suggesting a
better active phase dispersion in this catalyst.
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2.3. Temperature-Programmed Reduction

TPR results are shown in Figure 3 and Table 3. The peaks observed in the two regions (I
and II), of 330-366 °C and 414440 °C, are attributed to reductions of different NiO species,
depending on their strong or weak interactions with the TiO;, support. The H; uptake in
region I is attributed to NiO single-phase reduction (bulk) [35], while the peaks in region II
(414-440 °C) are attributed to NiO interacting with the TiO; surface as NiO-TiO; [35,36].
It has been discovered that the interaction of NiO and TiO, as anatase is considerably
weaker than that with TiO, as rutile [37,38]; according to this degree of interaction, Hj
consumption fluctuates in region II. The last region (III) represents the less reducible Ni?*
in NiTiO3 particles, and its presence is demonstrated in X-ray measurements. According
to the material balance in Table 3, calculated over the XRD results base, the H, /Ni?* ratio
is under the stoichiometric ratio in all cases. This could only suggest that the overall NiO
and Ni?* in NiTiO; phases in the catalysts were not wholly reduced by particle size or
mass transport effects. NiO reduction by TPR analysis ranges from 60.0 to 79.9%, while the
reducibility of NiTiO3 to metallic Ni oscillates from 35.4 to 85.6%.

NiO

NiO+TiO,

Ni/T4 NiTiO,

Ni/T3

ry s e

H, consumption / a.u.

I
I
Ni/T2 l
I
I

Ni/T1

T
0 100

T T+ T T T T T ' T 7 1
200 300 400 500 600 700 800

Temperature [°C]

Figure 3. H-TPR profiles of Li-NiO/TiO; catalysts. (Red lines: profile deconvolution according to
regions I, I and III).

Table 3. H,-TPR results for fresh catalysts.

Total H,
Sample  Consumption
(umol/gcat)

Total Ni%*
(umol/gcat)

. Peak Center (°C)
NiO, . Total . ’
N1T103 Total NiO by Reglons

NiTiO
Reduced 12103 (ﬁ =10°C min_l, XHZ =5%)

2+
H,/Ni Molar Reduced
Ratio (%) I II II1

Ni/T1
Ni/T2
Ni/T3
Ni/T4

1593
1745
1518
1588

(%)
2704 0.59 35 62.2 47.4 366 440 519
2115 0.82 1.2 79.9 85.6 351 435 464
2449 0.62 1.5 759 414 353 424 495
2867 0.55 43 60.0 35.4 334 414 485
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2.4. DRIFTS Analysis

Figure 4a—d shows the IR spectra of saturated samples with MBOH. Figure 4a displays
an asymmetric band at 1462 cm~!. Moreover, a symmetric band is observed at approx-
imately 1371 cm ™!, which can be attributed to a methyl group linked to a carbon atom.
The group of t-butyl is confirmed at 1215 cm !, while the isopropyl group could appear at
1178 cm~ 1. The vibration at 3500-3400 cm ! is attributed to the C=0. Figure 4b shows the
band at 3645 cm !, which shows the OH- groups produced in the catalyst [32]. Figure 4c
indicates an extension of the bond C-H could be found at 2995 cm~!, and the asymmetric
and symmetric peaks of CH; and CH, are located at 2931 and 2857 cm ™!, respectively.
These bands demonstrate the MBOH linked to the catalyst’s surface. Additionally, bands
at 1748, 1672, and 1612 cm ™!, corresponding to C=0, CO (amide I), and NH, (amide II)
bonds, respectively, can be seen in Figure 4d [39]. Due to their basic character, these new
bands ratify the acetylene group formation after linking MBOH on the catalyst’s surface.
Therefore, the areas under these bands’ curves are directly related to the surface basicity of
the catalysts; the quantitative determination for acetylene and OH™ groups is reported in
Table 4. Analysis with MBOH of 100 wt.% anatase and 100 wt.% rutile used as reference
materials was used to compare the contribution of these phases to basicity. As expected,
rutile scarcely contributes to the basic character of the catalysts; only the anatase has a
notable effect.
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Ni/T2
Ni/T1

1215

2995
2931
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T 1
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Figure 4. DRIFTS measurements of fresh catalysts at 70 °C with MBOH. Regions: (a) 4000 to 500 em~ L,
(b) 3700-3600 cm 1, (c) 3500-2500 cm 1, and (d) 2000-1500 cm 1.

The increasing basicity order was as follows: Ni/T4 > Ni/T2 > Ni/T1 > Ni/T3. Itis
worth noting that, as the anatase phase increases, the higher the observed surface basicity
is. As we will see later, surface basicity also plays an essential role in the DRM catalytic
activity, mainly reducing carbon deposition.

Figure 5 shows CO-DRIFTS chemisorption measurements at 200 °C on the reduced
catalysts. They have not observed the CO adsorption bands at 2035 cm ™! for linearly
bonded CO and at 1925 and 1775 cm ! for multifold adsorbed CO [40]. Despite 12 wt.%
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Ni loading (obtained from Table 2) in the CO atmosphere, no detectable IR signal was
collected, suggesting a strong metal-support interaction (SMSI) effect. The IR band at
1603 cm ™! is associated with a formate species (OCO) [41].

Table 4. Areas under the curve of acetylene (Aacet), OH groups (Apy), and relative basicity (%),
determined from the results obtained by DRIFTS (Figures 3 and 4). * Reference materials.

Aacet AOH

Sample (1612, 1672 y 1748 cm 1) (3645 cm—1) Relative Basicity (%)
Rutile * 1.142 1.084 55
Ni/T1 4.223 1.042 20.3
Ni/T2 4.92 1.3 23.6
Ni/T3 2.225 0.52 10.7
Ni/T4 17.628 1.763 84.7
Anatase * 20.808 3.401 100.0

—Ni/T4

2000 1800 1600 1400 1200
WAVELENGTH (cm™)

Figure 5. DRIFTs analysis of CO over the reduced catalysts” surfaces. Measurements at 200 °C with
10% CO (balanced with Ar).

2.5. Particle Size and Textural Properties

The particle size and textural properties are shown in Table 5. It is observed that
dynamic particle size follows the order: Ni/T4 < Ni/T2 <Ni/T1 < Ni/T3. Itis also observed
that the BET area only varies at a shorter aging time and is subsequently preserved. In the
case of pore diameter, it is shown that the size remains constant in the samples Ni/T1 to
Ni/T3 and only in Ni/ T4 decreases, which is the catalyst with the highest efficiency in DRM.
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While regarding the pore volume, it is observed that the samples Ni/T1 and Ni/T4 have
the smallest volumes. Figure 6 shows the adsorption—desorption isotherms of different
Ni/TiO; catalysts. It is observed that all catalysts show isotherms of type IV, according to
the classification of the IUPAC, which means that the materials are mesoporous, due to the
presence of TiO;.

Table 5. Particle size and textural properties of fresh catalysts.

Particle Size S BET Pore Diameter Vp
Sample [nm] [m? g—1] [nm] [em® g—1]
Ni/T1 730.9 11.0 14.31 0.08
Ni/T2 4379 20.5 14.30 0.11
Ni/T3 748.2 20.1 14.58 0.11
Ni/T4 384.3 19.7 8.51 0.07
. I ' I
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Figure 6. Adsorption and desorption isotherms of Li-doped Ni/TiO, catalysts.

2.6. Raman Spectroscopy of Calcined Catalysts

Figure 7a shows the Raman spectra of samples (synthesized at different aging times).
In all samples there are observed bands at 144 (Eg), 398 (Blg), 514 (Blg + Alg), and 636 cm ™!
(Eg); all of these are characteristic of the TiO, anatase phase [42]. There are also bands at
242 (corresponding to second order effect, SOE), 441 (Eg), and 608 (Alg) cm™~ !, indicative of
the TiO; rutile phase [43]. Figure 7b shows the Raman spectra of the Li-doped NiO/TiO,
calcined catalysts. Differences in band intensity are attributed to the concentration of phases
in each support. The anatase and rutile ratios obtained by XRD are reported in Table 2.
Furthermore, the bands at 241 (Ag), 293 (Eg), 350 (Eg), 704 (Eg), and 770 cm~! correspond
to NiTiOj3 [44]; these results also agree with the XRD analysis.
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Figure 7. Raman spectra of (a) TiO, calcined supports, (b) Li-doped NiO/TiO;, calcined catalysts.
A = Anatase, and R = Rutile.

2.7. Catalytic Activity

Figure 8a—c shows the catalytic activity results during the DRM at 700 °C (P, = 300 kPa,
WHSV =580 h—1). Figure 8a shows that methane conversion was higher (45% initial) in the
Ni/T4 catalyst, and the subsequent activity order was similar to that of surface basicity:
Ni/T4 > Ni/T2 > Ni/T1 > Ni/T3. Deactivation was noticed in all samples, being more
critical with the Ni/T1 and Ni/T3 catalysts, which showed a lower anatase and surface
basicity. Figure 8b displays the CO, conversion profiles; these conversions were higher
than CHj in all cases. Over time, a reduction in CHy and CO,; activity profiles suggests
that carbon deposits block the active sites for CO, and CHj activation. This blockage of
active sites is not homogeneous; some catalysts are more affected than others (more basic
ones are less affected than others). Again, the Ni/T4 catalyst presented a higher activity
and stability as a function of the CO, conversion.

Figure 8c shows the variation in the H /CO ratio. As can be seen, the Ni/T2 catalyst
gives rise to a higher H, /CO ratio than all catalysts, at around 0.7. The Ni/ T4 sample ratio
starts at 0.55 and increases with time to 0.7, and finally decays to 0.6. The remaining samples
have an H, /CO ratio of less than 0.3. Low H, /CO ratios and high CO, conversion indicate
the contribution of the reverse water gas shift reaction (RWGSR, CO; + H; < CO + HyO).
According to this reaction, hydrogen is consumed while the concentration of CO increases.
Lower H, /CO ratios ranging from 0.5 to 0.6 have been previously reported for a 15 wt.%
Ni/TiO; system prepared by conventional wet impregnation [45]. Other work has reported
an average CHy and CO; conversion of ca. 39 and 50%, respectively, and H,/CO ratios
ranging from 0.6 to 0.73, for TiO, /Ni core—shell catalysts [46]. Thermodynamic analysis
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of RWGSR and DRM under reaction conditions confirms the results. The equilibrium
conversions of CHy and CO, are 63.7 and 76.1%, respectively, and an H,/CO ratio of
0.82. However, further analysis, including Equations (2)—(5) in the calculations, disagrees
with the experimental data and finds that carbon deposits do not form under equilibrium
conditions. As discussed above, adding alkali (as lithium in this case) to the catalyst helps
prevent carbon formation [8,36,47]. On the other hand, oxygen vacancies promote radical
anion CO%N* dissociation into CO and O [48]. The anion coﬁ* is formed once the CO,
molecule accepts an extra electron. Therefore, qualitatively, we can infer that the catalysts
Li-Ni/TiO, are a bifunctional system: first, the metal (nickel) provides active sites for CHy
chemisorption and electric transfer to CO,; second, oxygen vacancies are related to strong
basic sites where CO; activation occurs, primarily adsorbed as bidentate carbonates, and
finally dissociate on the catalyst surface and also promote the coke gasification due to rapid
oxygen migration, helping to increase catalytic activity and stability [49-53].
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Figure 8. Catalytic performance of Li-doped catalyst in DRM (T = 700 °C, Pabs = 300 kPa,
WHSV =580 h~1). (a) CHy conversion, (b) CO, conversion, and (c) Hy /CO ratio.

The lithium promoter also increases these materials’ catalyst stability and basicity.
Consequently, the latter facilitates the adsorption of CO and CO, molecules or inhibits
the desorption of CO; products [35,47,48,54,55]. Previous works have reported Li-doped
content ranging between 0.1 and 2 wt.% [47,54], with 0.54 wt.% lithium being the optimal
loading in ZrO,-supported Pt catalysts, for low-temperature water—gas shift reactions [54]
and 3 mmol/g support (ZnO) being optimal for biodiesel preparation [56], respectively. In
this work, Li-loading is ca. 3.4 mmol/g TiO, support, which is very close to the latter. A
synergetic effect exists between basicity, via oxygen vacancies, and doping (Li), so only
Ni/T4 and Ni/T2 samples remain with high conversion and stability.

Particle size is another parameter in the DRM reaction; it is not directly tied to basicity.
Smaller particles (Ni/T4 < Ni/T2 < Ni/T1 < Ni/T3) present a higher surface area, which
is strongly correlated to catalyst activity [57]. The performance of the catalysts in DRM
corresponds to the decreasing order of particle sizes. The above results, in CO-DRIFTS
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measurements, are not related to the activity of the catalysts; however, this indicates that
the support mainly strongly affects the catalytic behavior.

CH, and CO, deactivation profiles are multifactorial phenomena that can be attributed
to sintering effects, the formation of secondary phases (NiTiO3; and LiTi;Oy), the blockage
of active sites due to carbon deposits, the particle size, and the differences in surface basicity
between the catalysts. It is the leading property that dictates the chemical behavior of the
system. This basicity is governed by these catalysts” anatase content (i.e., the A/R ratio).

2.8. Spent Catalyst Characterization

The mass of carbon deposits over the spent catalysts was determined gravimetrically,
and the results are reported in Table 6. The following decreasing order of carbon deposition
was observed on the catalysts: Ni/T4 < Ni/T2 < Ni/T1 < Ni/T3, which also agrees with
DRM performance and surface basicity.

Table 6. Quantification of carbon formation obtained gravimetrically and XRD analysis of spent
catalysts after DRM (¥, not detected).

. o Crystallite

Sample Ma[ss o]f C XRD Analysis (wt.%) Size [nm]
m
8 Rutile LiTi,O4 Ni C Ni

Ni/T1 2.08 67.08 21.34 7.93 3.65 41.0
Ni/T2 14 69.78 14.51 12.02 3.69 38.2
Ni/T3 224 * * * 99.37 *
Ni/T4 1.25 49.25 42.89 7.86 * 41.0

Figure 9 and Table 6 show the diffraction patterns of the spent catalyst after the
DRM reaction. Anatase was converted into rutile (PDF 021-1276), the main material in all
samples. The presence of lithium is observed in the binary metal oxide LiTi,O4 (PDF 026-
1199, s.g. 227) in the samples Ni/T1, Ni/T2, and Ni/T4. On the other hand, the binary
metal oxide NiTiOs, presented on calcined catalysts (Figure 1 and Table 2), was reduced to
nickel metal (PDF 004-0850, s.g. 225) and TiO as a rutile phase. The metallic nickel in spent
catalysts results from in situ reaction conditions (a high temperature and a strong reducing
atmosphere); this phase was previously not evident in the CO-DRIFTS chemisorption
measurements. Comparing the NiO and Ni crystallite sizes (Tables 2 and 6), it is observed
that the latter is higher, evidencing sintering effects, which could further contribute to the
catalysts’ deactivation. Such metallic nickel exposure overcomes the SMSI effect. Graphitic
carbon (PDF 002-0456, s.g. 186) was identified in three samples. The first was presented
in Ni/T1 and Ni/T2 catalysts, and the second in Ni/T3 (in this case, almost 100 wt.% is
carbon). The Ni/ T4 sample shows no crystalline carbon (graphite).

Figure 10 shows the Raman spectra of Li-doped NiO/TiO, catalysts after the reaction
(DRM). The Ni/T1 sample presents bands corresponding to the TiO, rutile phase at 242, 442,
and 608 cm ™. The absence of bands related to the TiO, anatase phase indicates its complete
transformation to the most stable rutile phase. The lack of the 2691 cm~! band means
the presence of amorphous carbon. Samples Ni/T2, Ni/T3, and Ni/T4, in addition to the
bands corresponding to rutile, also show bands at 1335 (D band, disorder in sp?-carbon
materials), 1582 (G band, E2g mode), 1606 (D’ band, disorder in sp?-carbon materials), 2691
(2D band, graphitic sp2 materials), and 2924 cm™~! (D + G band); these are characteristic of
carbon materials, specifically graphene [58]. The presence of the 2D band combined with
the G-band is indicated by multi-layer graphene [59]. Also, the samples Ni/T1, Ni/T2, and
Ni/T4 showed bands at 133 and 664 cm ™!, corresponding to the Lij,4Tiy«O4 phase [60].
The multi-layer graphene formation could be explained by the 2D /G bands (Iop /1) ratio
and from the peak position and shape [61]. If the I,p /I ratio is ~2 to 3, it is monolayer;
2> Ip/Ig > 1is bilayer graphene and I,p/Ig < 1 is multilayer graphene. The I,p /I ratio
in the Ni/T2, Ni/ T3, and Ni/ T4 samples are 0.83, 0.53, and 0.56, respectively. Therefore, we
can conclude that the graphene produced during the DRM reaction is of the multilayer type.
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Figure 10. Raman spectra of Li-doped NiO-TiO, catalysts after the reaction.

The intensity of the D band is dependent on the defects, and the G band is present
where highly crystalline graphite carbon prevails. Hence, the peak intensities of the Raman
spectra were normalized to determine the Ip /I ratio; this quotient was used to determine
the disorder level in carbon atoms and the defect density. Figure 10 shows the intensity
ratio of used catalysts: 0.92, 0.98, 1.18, and 1.59 for Ni/T1, Ni/T2, Ni/T3, and Ni/T4,
respectively. Figure 11 shows scanning electron micrographs for samples with the lowest
and highest activity, namely Ni/ T3 and Ni/ T4, respectively. As commented before, the
Ni/T3 sample evidenced a high density of formed graphitic carbon, which presented as
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CNTs, with diameters ranging from 30 to 60 nm. In addition to sintering effects, the CNTs
contribute to catalyst erosion until deactivation occurs. On the contrary, the Ni/T4 sample
does not show evidence of massive formation of CNTs, but rather of an amorphous (sponge-
like) carbon, consistent with XRD and Raman analysis. The amorphous carbon does not
contribute to active phase erosion and keeps the catalyst’s activity in DRM conditions.

Figure 11. FESEM micrographs of catalysts after the reaction: (a,b) Ni/T3 sample; (c,d) Ni/T4 sample.

3. Materials & Methods
3.1. Support and Catalyst Preparation

Mesoporous TiO, supports were prepared using the sol-gel technique, as reported
previously [62]. Firstly, 10 mL of ethanol (Fermont-PQM, MTY, Mexico, ACS reagent)
and 2.7 mL of deionized water were dropped in continuous agitation into a titanium (IV)
butoxide (Sigma-Aldrich, St. Louis, MO, USA, >97 wt.%) 7.56 x 10~2 M ethanol-based
solution with 1 mL of concentrated HCI (Fermont, ACS reagent). Once the first solution
was wholly dropped, stirring continued, depending on the aging time. Several aging times
were explored: 2, 3, 4, and 5 days. After, water excess was eliminated by evaporation at
100 °C. After drying, calcination was carried out at 500 °C for two hours. Samples were
named T1, T2, T3, and T4, respectively.

Li-doped Ni-based catalysts were prepared using the incipient wetness method.
Mother solutions of 0.01 M of nickel nitrate hexahydrate (Fermont, 99 wt.%) and 1.44 M
of lithium nitrate (Fermont, 99 wt.%) were used, with as a precursor of metallic nickel as
the active phase and lithium as a support promoter, respectively. A defined amount of
nickel and lithium precursor solution was utilized to obtain 15 and 2 wt.%, respectively.
The solution was heated to 125 °C in the nickel case and added to the TiO; solid support.
Then, the water excess was eliminated by evaporation at 75 °C overnight. After drying,
the impregnated support was calcinated at 500 °C for four hours to form nickel oxide
(Ni/TiO,). Samples were named Ni/T1, Ni/T2, Ni/T3, and Ni/ T4, respectively. Once the
nickel oxide phases were obtained, a similar procedure was implemented for drying and
calcination using the Li mother solution.
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3.2. Characterization

The structural characterization of all catalysts was performed by powder XRD. Observed
patterns were obtained using a Rigaku Ultima IV diffractometer, operated at 40 kV and
44 mA in Bragg-Brentano geometry, with a Cu-target X-ray generator (Cugy = 0.15419 nm).
Diffraction patterns were collected from 20° to 80° in 26, with a step size of 0.02° and a scan
rate of 0.2° min 1.

Quantitative phase analysis of fresh and spent catalysts was realized using the Full-
Prof software (https://www.ill.eu/sites/fullprof/, accessed on 19 October 2023) [63]. A
crystallographic model was obtained from phase identification. Hence, CIF files (*.cif) for
fresh catalysts were 647,553, 9852, 33,854, and 9866 from rutile, anatase, nickel (II) titanate,
and bunsenite phases. On the other hand, Rietveld refinements of spent catalysts used the
following CIF files: 647,553, 15,789, 52,331, and 31,170 for rutile, lithium titanate, nickel,
and carbon, respectively.

Crystallite sizes were obtained by the Scherrer equation [64], considering an instru-
mental broadening of 0.1308° between 25 and 50° in 26, obtained with a NIST Si-640c
standard reference material. The morphology of fresh and spent catalysts was studied with
a field emission scanning electron microscope, JEOL JSM 7100F, operated at 10 keV, coupled
with a lower electron detector (LED). The H; temperature-programmed reduction (H,-TPR)
of catalysts was performed on a Bel Japan Belcat-B. Samples of fresh catalysts were weighed
(50 mg) and treated at 250 °C for three hours. The reducing gas contained 5% H; (balanced
with Ar) at a 50 mL min~! flow rate and a heating rate, 8, equal to 10 °C min~!. Before
the TPR analysis, the H, consumption was calibrated using a known amount of NiO. Only
one peak (TCD signal) was obtained and integrated to get the H, consumption (umol/g) to
area ratio, which was used for further quantitative TPR analysis.

Basicity of materials (basicity-DRIFTS) was determined by MBOH conversion into
acetone and acetylene using a spectrophotometer, Thermo Scientific Nicolet IS-50, operated
in absorbance mode, with DRIFTS in the range between 400 and 500 cm !, using a stainless
steel dome with KBr windows and a Harrick Praying Mantis. Firstly, catalyst activation
was performed in situ: a mixture of catalyst (10 wt.%) and KBr was finely prepared and
then placed into a Praying Mantis accessory. A slow heating rate of 5° min~! was used
up to 550 °C, with a constant Hy flow of 40 mL min~!. The reduction temperature was
maintained for one hour. Secondly, 100 uL of MBOH solution was added to each sample to
saturate the basic sites in the catalyst. Measurements were conducted with 32 scans per
sample. After each measure, an Ar flow was used to clean the catalyst’s surface.

CO-DRIFTS chemisorption analysis was performed using a similar experimental
setup as the basicity-DRIFTS measurements. Before chemisorption analysis, catalysts were
reduced in Hj, at 550 °C. After the reduction, an inert flow of N, was injected until cooled
to room temperature. For the chemisorption test, 100 mL min~—! of CO (10 v/v %, balanced
with Ar) was injected into the Praying Mantis dome, which was heated to 200 °C. The
spectrometer was operated at a resolution of 0.09 cm ™! and performed 64 scans per sample.

The particle size of materials was measured using dynamic light scattering characteri-
zation (DLS), using a Micromeritics Particle Analyzer Nanoplus 3, equipped with a 660 nm
diode laser with a maximum power of 100 mW and an avalanche photodiode detector.
A disposable plastic cuvette of 0.9 mL was used in each measurement. Measurements
of surface area and textural analysis of fresh catalyst powders were carried out using
Quantachrome NovaTouch. Before the study, the samples were degassed at 150 °C for five
hours under a N, flow.

Raman spectra were collected using a Renishaw InVia microscope, using a 532 nm
green laser and coupled with a holographic filter. Spectra were measured using 10% of the
laser power, five accumulations, and 10 s.

3.3. Activity Test in Dry Reforming of Methane

The activity and stability of the catalysts were determined in the DRM. Reactions
were carried out at 700 °C (heating rate = 10 °C min~!) using 50 mg of fresh catalysts
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placed on quartz wool inside a tubular reactor (ID = 7.74 mm, L = 500 mm). Activation was
performed in situ at 550 °C, using a constant gas flow of 35- and 80-mL min~! of Hj and Ar,
respectively. In DRM, the reactants (CO, and CH,) were fed at an equimolar ratio with a
30 mL min~! flow, diluted with Ar at 80 mL min—!. The reactants were fed into the reactor
at 200 kPa (manometric pressure). The temperature was monitored with a thermocouple
situated outside the catalyst bed. The overall reaction time was 12 h. Activity evolution
was monitored using a gas chromatograph, namely Fuli Instruments 979011, equipped
with a TCD detector and a packed silica gel column, using 25 mL min~! of N as carrier
gas. The temperature in the oven was 100 °C, and the detector was set at 120 °C and 40 mV.

4. Conclusions

In this study, we successfully synthesized mesoporous TiO, supports using the sol-gel
method with varying aging times, followed by the deposition of Ni. Our microstructural
analysis revealed the coexistence of rutile and anatase supports within the catalysts. To assess
the concentration of Lewis basic sites on the catalyst surface, we relied on the reliable FTIR
technique, tracking the conversion of MBOH into acetone and acetylene. Experimental results
indicated that the basicity of Li-doped Ni/TiO, catalysts was predominantly governed by the
anatase content and the A /R ratio, closely related to oxygen vacancies. The order of basicity
observed in our study was as follows: Ni/T4 > Ni/T2 > Ni/T1 > Ni/T3; the longest aging
time corresponds to the highest degree of basic character across the support surface.

Notably, a synergistic interplay between basicity and lithium doping was discernible,
which prominently manifested in the exceptional conversion rates and stability exhibited
by the Ni/T4 and Ni/T2 samples. Furthermore, we found a strong correlation between
basicity and the conversion of CHy and CO; in the dry reforming of methane (DRM). Field
emission scanning electron microscopy and Raman analysis provided compelling evidence
for the formation of graphitic multilayered carbon, a phenomenon inversely proportional
to basicity and directly associated with catalyst stability. These insights advance our
understanding of the crucial role of basicity in catalytic performance and provide valuable
guidance for catalyst design and optimization.

Author Contributions: Conceptualization, FP-A. and M.A.V.; Methodology, E.R.-G., M.A.V. and EP-
A.; Validation, M.A.V.; Formal analysis, E.R.-V.; Investigation, E.R.-V. and E.R.-G.; Writing—original
draft, V.P-M. and F.P-A.; Writing—review & editing, V.P-M., ER.-V,, ER.-G.,, M.A.V. and EP-A.;
Project administration, EP.-A.; Funding acquisition, EP.-A., and E.R.-V. All authors have read and
agreed to the published version of the manuscript.

Funding: This work was supported entirely by the project SEP-CONACYT 2016-286940.
Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: No new data were created or analyzed in this study. Data sharing is
not applicable to this article.

Acknowledgments: The authors thank the Universidad Politécnica de Chiapas for FESEM analysis via
the CONAHCYT-322405 project.

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

References

1.  Knutson, T.R,; Tuleya, R.E. Impact of CO;-Induced Warming on Simulated Hurricane Intensity and Precipitation: Sensitivity to
the Choice of Climate Model and Convective Parameterization. J. Clim. 2004, 17, 3477-3495. [CrossRef]

2. Notz, D.; Stroeve, J. Observed Arctic sea-ice loss directly follows anthropogenic CO, emission. Science 2016, 354, 747-750.
[CrossRef] [PubMed]

3. News, C.L.U. 2021 Year in Review: Climate Action, or Blah, Blah, Blah? Available online: https://news.un.org/en/story/2021/1
2/1108822 (accessed on 5 May 2023).

4. Bennett, J.A.; Wilson, K.; Lee, A.F. Catalytic applications of waste derived materials. J. Mater. Chem. A 2016, 4, 3617-3637.

[CrossRef]


https://doi.org/10.1175/1520-0442(2004)017%3C3477:IOCWOS%3E2.0.CO;2
https://doi.org/10.1126/science.aag2345
https://www.ncbi.nlm.nih.gov/pubmed/27811286
https://news.un.org/en/story/2021/12/1108822
https://news.un.org/en/story/2021/12/1108822
https://doi.org/10.1039/C5TA09613H

Methane 2023, 2 467

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

Arora, S.; Prasad, R. An overview on dry reforming of methane: Strategies to reduce carbonaceous deactivation of catalysts. RSC
Adv. 2016, 6, 108668-108688. [CrossRef]

Németh, M.; Schay, Z.; Sranké, D.; Karolyi, J.; Safran, G.; Sajo, I.; Horvath, A. Impregnated Ni/ZrO, and Pt/ZrO; catalysts in dry
reforming of methane: Activity tests in excess methane and mechanistic studies with labeled 13CO,. Appl. Catal. A Gen. 2015,
504, 608-620. [CrossRef]

Roine, A. HSC 6.0 Chemistry. Chemical Reactions and Equilibrium Software with Extensive Thermochemical Database and Flowsheet
Simulation; Outokumpu Research Oy: Pori, Finland, 2006.

Osaki, T.; Mori, T. Role of Potassium in Carbon-Free CO, Reforming of Methane on K-Promoted Ni/Al,O3 Catalysts. J. Catal.
2001, 204, 89-97. [CrossRef]

Arena, F; Frusteri, F; Parmaliana, A. Alkali promotion of Ni/MgO catalysts. Appl. Catal. A Gen. 1999, 187, 127-140. [CrossRef]
Alipour, Z.; Rezaei, M.; Meshkani, F. Effect of alkaline earth promoters (MgO, CaO, and BaO) on the activity and coke formation of
Ni catalysts supported on nanocrystalline Al;O3 in dry reforming of methane. J. Ind. Eng. Chem. 2014, 20, 2858-2863. [CrossRef]
Tsipouriari, V.A.; Verykios, X.E. Kinetic study of the catalytic reforming of methane with carbon dioxide to synthesis gas over
Ni/LayOs catalyst. Catal. Today 2001, 64, 83-90. [CrossRef]

Verykios, X.E. Catalytic dry reforming of natural gas for the production of chemicals and hydrogen. Int. |. Hydrogen Energy 2003,
28, 1045-1063. [CrossRef]

Garcia, V.; Fernandez, J.J.; Ruiz, W.; Mondragon, E.; Moreno, A. Effect of MgO addition on the basicity of Ni/ZrO, and on its
catalytic activity in carbon dioxide reforming of methane. Catal. Commun. 2009, 11, 240-246. [CrossRef]

Lemonidou, A.A.; Vasalos, I.A. Carbon dioxide reforming of methane over 5 wt.% Ni/CaO-Al,Oj3 catalyst. Appl. Catal. A Gen.
2002, 228, 227-235. [CrossRef]

Xu, L.; Song, H.; Chou, L. Carbon dioxide reforming of methane over ordered mesoporous NiO-MgO-Al,O3 composite oxides.
Appl. Catal. B Environ. 2011, 108-109, 177-190. [CrossRef]

Seo, H.O. Recent Scientific Progress on Developing Supported Ni Catalysts for Dry (CO;) Reforming of Methane. Catalysts 2018,
8, 110. [CrossRef]

Liu, S.; Guan, L.; Li, J.; Zhao, N.; Wei, W,; Sun, Y. CO; reforming of CH, over stabilized mesoporous Ni-CaO-ZrO, composites.
Fuel 2008, 87, 2477-2481. [CrossRef]

Martra, G. Lewis acid and base sites at the surface of microcrystalline TiO, anatase: Relationships between surface morphology
and chemical behaviour. Appl. Catal. A Gen. 2000, 200, 275-285. [CrossRef]

Aziz, M.A A ; Jalil, A.A.; Wongsakulphasatch, S.; Vo, D.-V.N. Understanding the role of surface basic sites of catalysts in CO,
activation in dry reforming of methane: A short review. Catal. Sci. Technol. 2020, 10, 35-45. [CrossRef]

Metiu, H.; Chrétien, S.; Hu, Z.; Li, B.; Sun, X. Chemistry of Lewis Acid—Base Pairs on Oxide Surfaces. J. Phys. Chem. C 2012, 116,
10439-10450. [CrossRef]

Arenas-Hernandez, A.; Zuiiga Islas, C.; Moreno, M.; Calleja Arriaga, W.; Mendoza-Cervantes, ].C.; Carlos, N.; Ascencio-Hurtado,
C.R.; Heredia Jiménez, A. Study of Oxygen Vacancies in TiO, Nanostructures and Their Relationship with Photocatalytic Activity.
Appl. Sci. 2022, 12, 3690. [CrossRef]

Cho, E.; Han, S.; Ahn, H.-S; Lee, K.-R.; Kim, S.K,; Hwang, C.S. First-principles study of point defects in rutile TiO,_. Phys. Rev.
B 2006, 73, 193202. [CrossRef]

Cheng, H.; Selloni, A. Surface and subsurface oxygen vacancies in anatase TiO, and differences with rutile. Phys. Rev. B 2009,
79, 092101. [CrossRef]

Guo, L.; Fei, C.; Zhang, R.; Li, B.; Shen, T.; Tian, J.; Cao, G. Impact of sol aging on TiO, compact layer and photovoltaic performance
of perovskite solar cell. Sci. China Mater. 2016, 59, 710-718. [CrossRef]

Henkel, B.; Neubert, T.; Zabel, S.; Lamprecht, C.; Selhuber-Unkel, C.; Rétzke, K.; Strunskus, T.; Vergohl, M.; Faupel, F. Photocat-
alytic properties of titania thin films prepared by sputtering versus evaporation and aging of induced oxygen vacancy defects.
Appl. Catal. B Environ. 2016, 180, 362-371. [CrossRef]

Hu, D;; Liu, C.; Li, L.; Lv, K.-L.; Zhang, Y.-H.; Li, J.-L. Carbon dioxide reforming of methane over nickel catalysts supported on
TiO,(001) nanosheets. Int. . Hydrogen Energy 2018, 43, 21345-21354. [CrossRef]

Nagaoka, K.; Takanabe, K.; Aika, K.-I. Modification of Co/TiO, for dry reforming of methane at 2MPa by Pt, Ru or Ni. Appl.
Catal. A Gen. 2004, 268, 151-158. [CrossRef]

Li, X,; Li, D.; Tian, H.; Zeng, L.; Zhao, Z.-].; Gong, ]. Dry reforming of methane over Ni/LayO3 nanorod catalysts with stabilized
Ni nanoparticles. Appl. Catal. B Environ. 2017, 202, 683-694. [CrossRef]

Aldana, P.A.U.; Ocampo, E; Kobl, K.; Louis, B.; Thibault-Starzyk, F; Daturi, M.; Bazin, P.; Thomas, S.; Roger, A.C. Catalytic CO,
valorization into CHy on Ni-based ceria-zirconia. Reaction mechanism by operando IR spectroscopy. Catal. Today 2013, 215,
201-207. [CrossRef]

Vazquez-Lopez, A.; Cremades, A.; Maestre, D. Temperature-dependent photoluminescence of anatase Li-doped TiO, nanoparti-
cles. Opt. Mater. Express 2022, 12, 3090-3100. [CrossRef]

Liang, Y,; Su, K,; Cao, L.; Li, Z. Lithium doped TiO, as catalysts for the transesterification of bisphenol-A with dimethyl carbonate.
Mol. Catal. 2019, 465, 16-23. [CrossRef]

Lauron-Pernot, H. Evaluation of Surface Acido-Basic Properties of Inorganic-Based Solids by Model Catalytic Alcohol Reaction
Networks. Catal. Rev. 2006, 48, 315-361. [CrossRef]


https://doi.org/10.1039/C6RA20450C
https://doi.org/10.1016/j.apcata.2015.04.006
https://doi.org/10.1006/jcat.2001.3382
https://doi.org/10.1016/S0926-860X(99)00196-9
https://doi.org/10.1016/j.jiec.2013.11.018
https://doi.org/10.1016/S0920-5861(00)00511-3
https://doi.org/10.1016/S0360-3199(02)00215-X
https://doi.org/10.1016/j.catcom.2009.10.003
https://doi.org/10.1016/S0926-860X(01)00974-7
https://doi.org/10.1016/j.apcatb.2011.08.028
https://doi.org/10.3390/catal8030110
https://doi.org/10.1016/j.fuel.2008.02.009
https://doi.org/10.1016/S0926-860X(00)00641-4
https://doi.org/10.1039/C9CY01519A
https://doi.org/10.1021/jp301341t
https://doi.org/10.3390/app12073690
https://doi.org/10.1103/PhysRevB.73.193202
https://doi.org/10.1103/PhysRevB.79.092101
https://doi.org/10.1007/s40843-016-5099-1
https://doi.org/10.1016/j.apcatb.2015.06.041
https://doi.org/10.1016/j.ijhydene.2018.09.188
https://doi.org/10.1016/j.apcata.2004.03.029
https://doi.org/10.1016/j.apcatb.2016.09.071
https://doi.org/10.1016/j.cattod.2013.02.019
https://doi.org/10.1364/OME.465710
https://doi.org/10.1016/j.mcat.2018.12.022
https://doi.org/10.1080/01614940600816634

Methane 2023, 2 468

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

Petitjean, H.; Guesmi, H.; Lauron-Pernot, H.; Costentin, G.; Loffreda, D.; Sautet, P.; Delbecq, F. How Surface Hydroxyls Enhance
MgO Reactivity in Basic Catalysis: The Case of Methylbutynol Conversion. ACS Catal. 2014, 4, 4004-4014. [CrossRef]

Bailly, M.-L.; Chizallet, C.; Costentin, G.; Krafft, J].-M.; Lauron-Pernot, H.; Che, M. A spectroscopy and catalysis study of the
nature of active sites of MgO catalysts: Thermodynamic Brensted basicity versus reactivity of basic sites. J. Catal. 2005, 235,
413-422. [CrossRef]

Nichele, V.; Signoretto, M.; Menegazzo, F.; Rossetti, I.; Cruciani, G. Hydrogen production by ethanol steam reforming: Effect of
the synthesis parameters on the activity of Ni/TiO; catalysts. Int. ]. Hydrogen Energy 2014, 39, 4252-4258. [CrossRef]
Barroso-Quiroga, M.M.; Castro-Luna, A.E. Catalytic activity and effect of modifiers on Ni-based catalysts for the dry reforming of
methane. Int. J. Hydrogen Energy 2010, 35, 6052-6056. [CrossRef]

Léazaro, M.].; Echegoyen, Y.; Alegre, C.; Suelves, I.; Moliner, R.; Palacios, ].M. TiO, as textural promoter on high loaded Ni
catalysts for methane decomposition. Int. |. Hydrogen Energy 2008, 33, 3320-3329. [CrossRef]

Richardson, ].T.; Turk, B.; Lei, M.; Forster, K.; Twigg, M.V. Effects of promoter oxides on the reduction of nickel oxide. Appl. Catal.
A Gen. 1992, 83, 87-101. [CrossRef]

Fouad, N.E.; Thomasson, P.; Knézinger, H. IR study of adsorption and reaction of methylbutynol on the surface of pure and
modified MgO catalysts: Probing the catalyst surface basicity. Appl. Catal. A Gen. 2000, 194-195, 213-225. [CrossRef]
Schweicher, J.; Bundhoo, A.; Frennet, A.; Kruse, N.; Daly, H.; Meunier, F.C. DRIFTS/MS Studies during Chemical Transients and
SSITKA of the CO/H; Reaction over Co-MgO Catalysts. |. Phys. Chem. C 2010, 114, 2248-2255. [CrossRef]

Solymosi, F.; Zakar, T.S. FT-IR study on the interaction of CO2 with H2 and hydrocarbons over supported Re. J. Mol. Catal. A
Chem. 2005, 235, 260-266. [CrossRef]

gtengl, V.; Bakardjieva, S.; Grygar, T.M.; Bludska, J.; Kormunda, M. TiO,-graphene oxide nanocomposite as advanced photocat-
alytic materials. Chem. Cent. . 2013, 7, 41. [CrossRef]

Wypych, A.; Bobowska, I; Tracz, M.; Opasinska, A.; Kadlubowski, S.; Krzywania-Kaliszewska, A.; Grobelny, J.; Wojciechowski, P.
Dielectric Properties and Characterisation of Titanium Dioxide Obtained by Different Chemistry Methods. J. Nanomater. 2014,
2014, 124814. [CrossRef]

Ruiz-Preciado, M.A; Kassiba, A.; Gibaud, A.; Morales-Acevedo, A. Comparison of nickel titanate (NiTiO3) powders synthesized
by sol-gel and solid state reaction. Mater. Sci. Semicond. Process. 2015, 37, 171-178. [CrossRef]

Shinde, V.M.; Madras, G. Catalytic performance of highly dispersed Ni/TiO, for dry and steam reforming of methane. RSC Adv.
2014, 4, 4817-4826. [CrossRef]

Kim, D.H.; Kim, S.Y.; Han, S.W.; Cho, YK; Jeong, M.-G.; Park, E.J.; Kim, Y.D. The catalytic stability of TiO,-shell /Ni-core catalysts
for CO, reforming of CHy. Appl. Catal. A Gen. 2015, 495, 184-191. [CrossRef]

Pompeo, F.; Nichio, N.N.; Gonzalez, M.G.; Montes, M. Characterization of Ni/SiO, and Ni/Li-SiO, catalysts for methane dry
reforming. Catal. Today 2005, 107-108, 856-862. [CrossRef]

Etim, U.].; Zhang, C.; Zhong, Z. Impacts of the Catalyst Structures on CO; Activation on Catalyst Surfaces. Nanomaterials 2021,
11, 3265. [CrossRef]

Singh, R.; Tripathi, K.; Pant, K.K. Investigating the role of oxygen vacancies and basic site density in tuning methanol selectivity
over Cu/CeO; catalyst during CO, hydrogenation. Fuel 2021, 303, 121289. [CrossRef]

Chagas, L.H.; Zonetti, P.C.; Matheus, C.R.V.; Rabello, C.R.K,; Alves, O.C.; Appel, L.G. The Role of the Oxygen Vacancies in the
Synthesis of 1, 3-Butadiene from Ethanol. ChemCatChem 2019, 11, 5625-5632. [CrossRef]

Gao, X,; Lin, W.; Ge, Z.; Ge, H.; Kawi, S. Modification Strategies of Ni-Based Catalysts with Metal Oxides for Dry Reforming of
Methane. Methane 2022, 1, 139-157. [CrossRef]

He, Z.; Wang, X. Renewable energy and fuel production over transition metal oxides: The role of oxygen defects and acidity.
Catal. Today 2015, 240, 220-228. [CrossRef]

He, Z.; Yang, M.; Wang, X.; Zhao, Z.; Duan, A. Effect of the transition metal oxide supports on hydrogen production from
bio-ethanol reforming. Catal. Today 2012, 194, 2-8. [CrossRef]

Rajabi, Z.; Martinelli, M.; Watson, C.D.; Cronauer, D.C.; Jeremy Kropf, A.; Jacobs, G. Lithium promotion of Pt/m-ZrO, catalysts
for low temperature water-gas shift. Int. |. Hydrogen Energy 2022, 47, 30872-30895. [CrossRef]

Rajabi, Z.; Martinelli, M.; Upton, G.E; Watson, C.D.; Cronauer, D.C.; Jeremy Kropf, A.; Jacobs, G. Low temperature ethanol steam
reforming: Selectivity control with lithium doping of Pt/m-ZrO,. Catal. Today 2022, 402, 335-349. [CrossRef]

Xie, W.; Yang, Z.; Chun, H. Catalytic Properties of Lithium-Doped ZnO Catalysts Used for Biodiesel Preparations. Ind. Eng. Chem.
Res. 2007, 46, 7942-7949. [CrossRef]

Do, J.Y,; Park, N.-K.; Seo, M.W,; Lee, D.; Ryu, H.-J.; Kang, M. Effective thermocatalytic carbon dioxide methanation on Ca-inserted
NiTiO3 perovskite. Fuel 2020, 271, 117624. [CrossRef]

Gupta, A.; Chen, G.; Joshi, P,; Tadigadapa, S.; Eklund. Raman Scattering from High-Frequency Phonons in Supported n-Graphene
Layer Films. Nano Lett. 2006, 6, 2667-2673. [CrossRef] [PubMed]

Pimenta, M.A.; Dresselhaus, G.; Dresselhaus, M.S.; Cangado, L.G.; Jorio, A.; Saito, R. Studying disorder in graphite-based systems
by Raman spectroscopy. Phys. Chem. Chem. Phys. 2007, 9, 1276-1290. [CrossRef] [PubMed]

Liu, D.Z.; Hayes, W.; Kurmoo, M.; Dalton, M.; Chen, C. Raman scattering of the Lij 4 Tiy_ Oy superconducting system. Phys. C
Supercond. 1994, 235-240, 1203-1204. [CrossRef]


https://doi.org/10.1021/cs5010807
https://doi.org/10.1016/j.jcat.2005.09.004
https://doi.org/10.1016/j.ijhydene.2013.12.178
https://doi.org/10.1016/j.ijhydene.2009.12.073
https://doi.org/10.1016/j.ijhydene.2008.03.050
https://doi.org/10.1016/0926-860X(92)80028-B
https://doi.org/10.1016/S0926-860X(99)00369-5
https://doi.org/10.1021/jp909754w
https://doi.org/10.1016/j.molcata.2005.03.035
https://doi.org/10.1186/1752-153X-7-41
https://doi.org/10.1155/2014/124814
https://doi.org/10.1016/j.mssp.2015.02.063
https://doi.org/10.1039/c3ra45961f
https://doi.org/10.1016/j.apcata.2015.02.015
https://doi.org/10.1016/j.cattod.2005.07.024
https://doi.org/10.3390/nano11123265
https://doi.org/10.1016/j.fuel.2021.121289
https://doi.org/10.1002/cctc.201901243
https://doi.org/10.3390/methane1030012
https://doi.org/10.1016/j.cattod.2014.04.023
https://doi.org/10.1016/j.cattod.2012.05.004
https://doi.org/10.1016/j.ijhydene.2022.03.022
https://doi.org/10.1016/j.cattod.2022.06.018
https://doi.org/10.1021/ie070597s
https://doi.org/10.1016/j.fuel.2020.117624
https://doi.org/10.1021/nl061420a
https://www.ncbi.nlm.nih.gov/pubmed/17163685
https://doi.org/10.1039/B613962K
https://www.ncbi.nlm.nih.gov/pubmed/17347700
https://doi.org/10.1016/0921-4534(94)91826-0

Methane 2023, 2 469

61.

62.

63.

64.

Nguyen, V.T;; Le, H.D.; Nguyen, V.C.; Tam Ngo, T.T;; Le, D.Q.; Nguyen, X.N.; Phan, N.M. Synthesis of multi-layer graphene films
on copper tape by atmospheric pressure chemical vapor deposition method. Adv. Nat. Sci. Nanosci. Nanotechnol. 2013, 4, 035012.
[CrossRef]

Morales, E.R.; Mathews, N.R.; Reyes-Coronado, D.; Magafia, C.R.; Acosta, D.R.; Alonso-Nunez, G.; Martinez, O.S.; Mathew, X.
Physical properties of the CNT:TiO2 thin films prepared by sol-gel dip coating. Sol. Energy 2012, 86, 1037-1044. [CrossRef]
Rodriguez-Carvajal, J. Recent advances in magnetic structure determination by neutron powder diffraction. Phys. B Condens.
Matter 1993, 192, 55-69. [CrossRef]

Harold, P; Klug, L.E.A. X-ray Diffraction Procedures: For Polycrystalline and Amorphous Materials, 2nd ed.; Wiley: Hoboken, NJ,
USA, 1974.

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/10.1088/2043-6262/4/3/035012
https://doi.org/10.1016/j.solener.2011.06.027
https://doi.org/10.1016/0921-4526(93)90108-I

	Introduction 
	Results and Discussion 
	Phase Analysis of Calcined Catalysts 
	Morphology Analysis Using Scanning Electron Microscopy 
	Temperature-Programmed Reduction 
	DRIFTS Analysis 
	Particle Size and Textural Properties 
	Raman Spectroscopy of Calcined Catalysts 
	Catalytic Activity 
	Spent Catalyst Characterization 

	Materials & Methods 
	Support and Catalyst Preparation 
	Characterization 
	Activity Test in Dry Reforming of Methane 

	Conclusions 
	References

