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ABSTRACT: Six ceria supports synthesized by various synthesis methodologies were used to deposit cobalt oxide. The catalysts
were thoroughly characterized, and their catalytic activity for complete methane oxidation was studied. The supports synthesized by
direct calcination and precipitation with ammonia exhibited the best textural and structural properties as well as the highest degree of
oxidation. The remaining supports presented poorer textural properties to be employed as catalytic supports. The cobalt deposited
over the first two supports presented a good dispersion at the external surface, which induced a significant redox effect that increased
the number of Co®* ions on their surface. Consequently, the presence of highly active lattice oxygen species on the surface of these
catalysts was favored. Additionally, the optimal active catalyst (Co-DC) revealed a significant resistance to water vapor inhibition,
owing to the high hydrophobicity of the ceria support.

1. INTRODUCTION emit almost no sulfur oxide and virtually no particulate matter
at all.’~> However, the burning of natural gas is not complete
in internal combustion engines owing to being a slow process.
Therefore, there is a certain amount of residual methane in the

In recent years, industrial development and population growth
have brought with them several negative effects. In particular,
climate change, produced by the extensive anthropogenic

emission of greenhouse gases, is one that requires an exhaust gases from the engine that needs to be removed before
immediate response from all sectors of society to minimize venting them into the atmosphere due to the high global
its potential damage to the planet and to humankind. For this warming potential of methane. For this purpose, catalytic
reason, alternatives to reduce the emissions of these gases from oxidation is the most commonly used technique.

human activities are being intensively sought. According to the The combustion of methane requires the activation of the
European Environment Agency, the sector that makes the C—H bonds in the molecule. Therefore, the selected catalysts
largest contribution to the emission of greenhouse gases is are required to exhibit very high activity at relatively low
transport' and, more specifically, road transport, with temperatures, working with low concentrations of methane
passenger cars and heavy-duty vehicles generating the majority (below 1%), while also maintaining an excellent selectivity

of the associated emissions.” Thus, promoting the use of
alternative fuels with lower emissions is a promising strategy to
decrease the environmental impact of transport. One of those
alternative fuels is vehicular natural gas.

Vehicular natural gas (or VNG) is considered to be a reliable
alternative to traditional liquid fuels, namely, gasoline and
diesel, and can serve as a transition technology to H,-based
energy sources. Vehicles fueled with VNG produce between 20
and 30% less CO, and 50 and 80% less NO,, than traditional
fuels, achieving reductions of up to 50—80%. In addition, they

toward CO,. Moreover, the presence of concentrations of up
to 10% water vapor and CO, (and other pollutants in smaller
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concentrations) may induce an important deactivation effect
on the chosen catalyst, limiting both its activity and lifetime.”’

Spinel-type cobalt oxide (Co;0,) is widely known for being
an active catalyst in environmental applications and has been
extensively investigated for the oxidation of VOCs® the
abatement of N,O, and the combustion of soot, among many
other reactions.”'” In all cases, the origin of its activity has
been connected to its good redox properties, that is, its high
reducibility at moderate temperatures. This is a consequence of
the ease of alternating between the +3 and +2 oxidation states
that the cobalt ions possess, thus providing hi%h mobility to the
oxygen species of the crystalline lattice."""” Accordin%l?r,
Co0;0, has been also studied for the oxidation of methane,' ™"
especially under lean conditions, where the catalysts based on
noble metals, such as platinum and palladium, have always
been the preferred option.' ™'

However, when Co;0, is used in its bulk form it generally
presents poor textural and structural properties, especially if it
is prepared by conventional synthesis methodologies such as
sol—gel or precipitation.">"” For this reason, Co;0, is usually
deposited over the surface of a porous support as a way to
improve its physicochemical characteristics. The most
commonly employed supports for cobalt oxide are alumina,"®
ceria,"’ zirconia,”" silica,” magnesia,22 zeolites, and cordier-
ite.”>** Each of them has a different effect on the properties of
the supported cobalt catalyst due to the varying nature of its
interaction with cobalt oxide. For instance, some supports,
namely, alumina, silica, and magnesia, are generally highly
porous and greatly improve the textural and structural
properties of the deposited cobalt. However, their strong
metal oxide—support interaction tends to be detrimental due
to the formation of inactive phases such as cobalt aluminate,
Co—Mg mixed oxides, and cobalt silicate.”>** This negative
effect may hide any activity enhancement eventually derived
from the improvement of the textural properties.

Interestingly, supports such as ceria can induce a beneficial
promotion of the redox behavior of the Co;0, owing to its
storage and mobility of oxygen species. Indeed, it is the most
commonly employed promoter when it comes to redox
promotion. However, these materials tend to present poorer
textural properties with respect to alumina and silica,””** and
obtaining them in a high-surface form usually requires complex
synthesis methodologies.””* In addition, the chosen synthesis
methodology generally strongly affects the physicochemical
properties of the obtained ceria. The most relevant factors are
the thermal activation, the addition of surfactants and other
structural promoters, and the synthesis temperature.®'**

According to the literature, ceria can be synthesized, with
textural properties good enough to be used as a support, by
various routes such as precipitation,” solution combustion,”*
sol—gel,” hydrothermal synthesis,”® and mechanochemical
synthesis.”” Many of these synthesis methodologies have been
used to prepare ceria supports for cobalt oxide catalysts.
However, the differences in the subsequent strategy for cobalt
deposition and the employed reaction conditions make it
difficult to assess the influence of the synthesis methodology of
the ceria support on the properties of each of the resulting
Co0;0,/CeO0, catalysts.

Hence, in this work we systematically studied the influence
of the synthesis methodology of the ceria support on the
physicochemical properties of Co;0,/CeO, catalysts and their
activity for the complete oxidation of methane. For this
purpose, six different ceria supports were synthesized by

various routes and subsequently employed as supports to
deposit Co;0,. The resulting supports and catalysts were
thoroughly characterized, and the efficiency of the cobalt
catalysts was analyzed under realistic conditions.

2. EXPERIMENTAL METHODS

2.1. Synthesis of the CeO, Supports and Co;0,/CeO,
Catalysts. Three of the six CeO, supports were prepared
following precipitation routes. The first one, denoted as CN,
was obtained by the precipitation of a cerium nitrate
hexahydrate (Ce(NO,;);-6H,0) solution at 80 °C with an
aqueous solution of 3 M ammonium hydroxide until pH 10.**
The second one, denoted as CC, used a 1.2 M solution of
sodium carbonate as the precipitating agent, which was added
until pH 8.5.%” Finally, the third precipitation route, denoted as
TH, followed the so-called Taguchi method. In this route, the
precipitation was carried out until pH 12 with a 0.5 M sodium
hydroxide solution and cetyltrimethylammonium bromide was
added to &)romote the structure of the precipitated ceria
precursor.”’ In these three synthesis routes, the precipitation
step lasted 30 min, to which was added another 30 min of
aging time. After the aging step, the precipitates were filtered
under vacuum and thoroughly washed with at least 8 L of
deionized water to remove residual sodium ions.

Another ceria support was obtained by direct calcination,
denoted as DC, which simply involved the calcination of the
cerium precursor at high temperature (600 °C for 4 h). A fifth
support, denoted as SCS, was prepared by solution combustion
synthesis using the same cerium precursor and glycine
(C,H{NO,) as the fuel in stoichiometric proportions.41
Once the solution was prepared, batches of 0.5 cm® were
poured into ceramic crucibles and placed inside an oven at 300
°C for 30 min to initiate the combustion reaction. Finally, the
last ceria support, denoted as SG, was synthesized by sol—gel
complexation, also known as the citrate method. Hence, a
solution of cerium nitrate and citric acid was evaporated until it
formed a gel that was further dried at 110 °C, resulting in a
highly porous solid.**

The Co;0,/CeO, supported catalysts were prepared by
depositing a cobalt precursor over the previously synthesized
ceria supports by the basic precipitation method. The selected
nominal Co content was 30 wt % .Thus, cobalt nitrate
hexahydrate (Co(NO;),:6H,0) was used as the cobalt
precursor and sodium carbonate was used as the precipitating
agent, which was added dropwise until pH 8.5 at 80 °C. All
synthesized CeO, supports and Co;0,/CeO, catalysts were
subjected to calcination at 600 °C for 4 h to obtain their
respective final forms.

2.2. Characterization Techniques. The N, adsorption/
desorption isotherms of the supports and catalysts were
obtained with a Micromeritics Tristar II apparatus at 77 K.
Prior to the analysis, each sample was subjected to degassing at
300 °C for 10 h in a Micromeritics SmartPrep degasser. The
specific surface area of the samples was calculated from the
adsorption isotherm using the BET method, while the pore
volume and pore size distributions were determined from the
desorption experiment using the BJH method.

The elemental composition of the cobalt catalysts was
determined by ICP-AES in a SPECTRO Spectrogreen DSOI
optimal emission spectrometer. For the analysis, S to 6 mg of
each sample was subjected to acid digestion, in triplicate, in an
SCP SCIENCE DigiPREP Jr digestion block and then diluted
into 50 cm® of Milli-Q water.

https://doi.org/10.1021/acs.iecr.2c03245
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X-ray diffraction experiments were carried out on an
X'PERT-PRO X-ray diffractometer equipped with a Cu Ka
(A = 1.5406 A) X-ray source that was operated at 40 kV and 40
mA and a Ni filter. The diffractograms were taken between the
20 positions of 5 and 80° with a step size of 0.026°. Elemental
maps of the cobalt supports were obtained with a Cs-corrected
Thermofisher Scientific Titan STEM microscope operated at
300 kV. The microscope was equipped with a 2k X 2k
Ultrascan CCD Gatan camera, a HAADF Fischione detector,
and an Ultim Max detector for energy dispersive X-ray
spectroscopy (EDS). XPS spectra were recorded with a Kratos
AXIS Supra spectrometer using a 225 W Al Ka radiation
source with a pass energy of 20 eV. The registered spectra were
corrected by fixing the signal of adventitious carbon at a
binding energy of 284.6 eV, and a Shirley-type background was
used for the deconvolution of the spectra.

The reducibility and reactivity of the oxygen species of the
supports and catalysts were investigated on a Micromeritics
Autochem 2920 apparatus by temperature-programmed
techniques. On one hand, H,-TPR experiments were carried
out using a 5% H,/Ar mixture as the reducing agent from
ambient temperature to 900 °C. On the other hand, for the
CH,-TPRe experiments, a 5% CH,/He mixture was used, and
the experiments were carried out from ambient temperature to
600 °C. The reaction products from CH,-TPRe runs were
monitored with a MKS Cirrus quadrupole mass spectrometer.

2.3. Catalytic Activity and Stability Testing. The
activity and stability of the synthesized catalysts was assessed
in a PID Eng&Tech Microactivity Reference bench-scale fixed-
bed tubular reactor. In each experiment, 1 g of catalyst (0.25—
0.3 mm particles) were diluted with 1 g of quartz (0.5—-0.8 mm
particles) and placed inside a stainless steel tube with a type-K
thermocouple placed inside to control the temperature of the
catalytic bed. The light-off experiments were carried out from
200 to 600 °C by feeding a gaseous mixture of 1%CH,/10%
0,/89%N, at 500 cm® min~'. Under these conditions, the
GHSV was around 60 000 h™".

In addition, stability tests during a prolonged time on stream
were carried out at a constant temperature of 525 °C. The
gaseous mixture fed to the reactor was changed every 25 h
during the total 150 h of experiment. The test started with the
previously described feedstream, and after 25 h, CO, was
added. Then, it followed a second 25 h period of the initial
feedstream, and after that, 10% vol. water vapor was fed by a
liquid pump through an evaporator that was kept at 150 °C to
ensure its complete vaporization. Finally, after a third 25 h
period with the initial feedstream (CH,/0,), 10% CO, and 10
vol % water vapor were coadded for the last 25 h of
experiment. The analysis of the outlet stream from the reactor
was carried out with an Agilent Technologies MicroGC
equipped with a TCD. The methane conversion was calculated
by measuring the differences in concentration between the
inlet and outlet streams.

3. RESULTS AND DISCUSSION

3.1. Physicochemical Characterization of the CeO,
Supports. The selected synthesis methodologies produced six
different CeO, supports that were characterized by N,
physisorption, XRD, XPS, and H,-TPR in order to analyze
their textural and structural properties, surface composition,
and redox behavior. Table 1 lists the specific surface area and
pore volume of the samples. The corresponding isotherms are
included in Figure S1, Supporting Information and suggest that

Table 1. Textural and Structural Properties of the
Synthesized CeO, Supports

BET surfacelt area, pore volume, CeO, crystallite

support m? g cm’® g_1 size, nm
CC 8 0.03 32
CN 63 0.13 16
DC 72 0.15 17
SCS 32 0.08 28
SG 36 0.08 23
TH 10 0.03 17

the as-prepared samples are mesoporous materials (type IV
isotherms with an H1 hysteresis cycle).*” Remarkable
differences in textural properties were found as a function of
the synthesis route. As for the BET surface area, the values
varied from 8 to 72 m? g”". Thus, the samples could be ranked
as relatively highly porous (in the case of the DC and CN
samples with values in the 63—72 m* g~' range), nonporous
(in the case of the CC and TH oxides, 8—10 m* g”'), and
moderately porous (in the case of the SCS and SG samples,
32—36 m* g™'). Simultaneously, three different pore volumes
were estimated: 0.03 (CC and TH), 0.08 (SCS and SG), and
0.13—0.15 cm® ¢! (DC and CN).

Following comparable behavior, the pore size distributions
of the supports (Figure S2, Supporting Information), obtained
by the BJH method, showed a high variability. Hence, the
oxides obtained by the CN and DC routes presented
comparable bimodal distributions with a large maximum at
around 75—90 A and a smaller maximum at 25 A. Similarly, the
SCS and SG supports presented a maximum at around 75—90
A, although the latter also exhibited a narrow maximum at 35
A. By contrast, the TH and CC supports exhibited unimodal
distributions with very different maxima. Thus, the former
exhibited only small pores of around 20 A while the latter
showed only mesopores of around 300 A.

The results of the structural characterization of the supports
by XRD are shown in Figure S3, Supporting Information. All
of the prepared samples exhibited diffraction signals at 26 =
28.6, 33.1,47.5, 56.3, 59.1, 69.4, 76.7, and 79.1°, attributable to
a cubic phase of ceria (ICCD 00-004-0593). No signals
assignable to any reduced phase (such as Ce,O;) were
detected. The average crystallite size, estimated by the Scherrer
equation, is shown in Table 1. Thus, the CN, DC, and TH
samples presented a crystallite size of around 17 nm, while for
the other three methodologies (CC, SCS, and SG) the
crystallite size was larger, between 23 and 32 nm.

The surface structure of the synthesized CeO, supports was
investigated by XPS. The Ce 3d and O 1s XPS spectra of the
CeO, supports are shown in Figure S4, Supporting
Information. The Ce 3d spectra were deconvoluted into 10
peaks, which, following the convention adopted by Romeo et
al,** were identified with the letters U and V to refer to the
3ds,, and 3d;, spin—orbit components, respectively. From the
five pairs of peaks, those named V, U; V”, U”; and V7, U”
were associated with the presence of Ce*" cations, while the
remaining pairs (V,, Uy and V’, U’) were attributed to the Ce®"
species. On the other hand, the O 1s spectra were fitted with
three bands, located at 528.4, 530.5, and 533.6 eV. The first
signal was attributed to the oxygen species from the CeO,
lattice, the second signal was associated with the oxygen
species weakly adsorbed on the surface, and the last signal was
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related to the presence of hydroxyl species, carbonates, and
water molecules.”*¢

The surface composition in terms of Ce and O weight
percentages and the Ce**/Ce®" and O}/ 0,4, molar ratios was
estimated from the spectral deconvolution. The results are
summarized in Table 2. The amount of cerium in the CeO,

Table 2. Surface Composition of the Synthesized CeO,
Supports

Ce**/Ce>* molar Olare/ O,4s molar

support Ce, wt % O, wt % ratio ratio
CcC 76.6 23.4 2.19 1.57
CN 80.5 19.5 2.49 2.54
DC 81.1 18.9 2.64 2.63
SCS 80.1 20.9 2.46 2.29
SG 79.1 19.9 1.96 1.81
TH 73.3 26.3 2.02 1.66

supports varied significantly, between 81.1 wt % for the DC
sample and 73.3 wt % for the TH support. Since the theoretical
weight percentage of cerium in pure CeO, is 81.4 wt %, these
results evidenced that all synthesized oxides presented defects
on their surfaces. The oxides with the lowest abundance of
cerium (TH, CC, and SG) had the largest number of defects.
The Ce**/Ce* molar ratio of the oxides was in line with the
previous finding, since the highly defective supports (DC, CN,
and SCS) evidenced the highest Ce*"/Ce*" molar ratio (2.46—
2.69) and the largest abundance of oxygen lattice species
(2.29-2.63).

Finally, the redox properties of the prepared CeO, supports
were studied by temperature-programmed reduction with H,
(H,-TPR). The TPR profiles of all of the samples, which are
included in Figure 1, exhibited the typical two-step reduction

N

TCD signal, a.u.

T 5 1 B T N I ” 1 = T » 1 2 1 ¥
100 200 300 400 500 600 700 800
Temperature, °C

Figure 1. TPR profiles of the CeO, supports.

process of ceria.”” Following this process, the first reduction
peak, centered between 300 and 450 °C, was assigned to the
reduction of the surface of the oxide, while the second
reduction peak, located between 700 and 850 °C, was
associated with the reduction of the bulk of the CeO,.
However, among the various supports, the peak reduction
temperature of each step varied significantly. Thus, the CN,
SCS, and SG oxides required the lowest temperatures for the
first reduction step. As for the reduction of the bulk, the TH,
DC, and SCS oxides evidenced better redox behavior with

peak temperatures of between 675 and 700 °C. The
integration and quantification of the TPR traces allowed the
calculation of the H, uptake related to both reduction steps
and the degree of reduction (taking as reference the theoretical
H, uptake associated with the reduction of CeO, to Ce,0;,
namely, 2.88 mmol H, g™'). These results are included in
Table 3. The most reducible CeO, samples were those

Table 3. H, Uptakes and Degrees of Reduction of the
Synthesized CeO, Supports

low-temperature  high-temperature total H,
H, uptake, H, uptake, uptake, degree of
support mmol g™ mmol g~ mmol g~'  reduction, %
CC 0.09 112 121 42
CN 0.39 1.18 1.57 54
DC 0.36 1.20 1.56 54
SCS 0.24 1.14 1.38 48
SG 0.36 1.01 1.37 47
TH 0.46 1.01 147 S1

prepared by the CN and DC routes (degree of reduction of
54%), followed by the sample obtained by the TH route
(degree of reduction of 51%). However, the sources of the
reducibility of these three supports were not the same. It was
found that for the former the reducibility of the bulk of CeO,
was markedly higher than that for the latter.

3.2. Physicochemical Characterization of the Co;0,/
CeO, Catalysts. The characterization of the synthesized
cobalt catalysts was carried out with several techniques,
namely, N, physisorption, ICP-AES, XRD, STEM/EDS-
HAADF, XPS, H,-TPR, and CH,-TPRe. As for the elemental
composition of the supported catalysts, it must be stated that
all of the samples had virtually identical Co content that was
coincident with the nominal composition (30 wt % Co). The
N, physisorption isotherms of the Co0;0,/CeO, samples
(Figure SS, Supporting Information) were identified in a
similar way to those of the CeO, supports (type IV and the H1
hysteresis cycle). The specific surface area and pore volume of
the catalysts are summarized in Table 4. According to the

Table 4. Textural and Structural Properties of the
Synthesized Co;0,/CeO, Catalysts”

BET

surface pore Co;0, CeO,

area, volume, crystallite crystallite
catalyst Co, wt % m? g_1 cm?® g_1 size, nm size, nm
Co-CC 29.0 18 (8) 0.07 44 33
Co-CN 30.1 44 (63) 0.12 31 17
Co-DC 30.3 52 (72) 0.13 26 17
Co-SCS 30.9 33 (32) 0.11 34 25
Co-SG 309 39 (36) 0.12 41 23
Co-TH 30.5 36 (10) 0.10 37 17

“Values in parentheses correspond to the bare ceria supports.

difference in the specific surface area between the catalysts and
their corresponding supports, three distinct behaviors could be
discriminated. On one hand, the Co-CN and the Co-DC
catalysts presented lower specific surface areas than their
corresponding supports. On the other hand, Co-CC and Co-
TH experienced an increase in their specific surface areas with
respect to their respective ceria supports. Finally, the two
remaining samples (Co-SCS and Co-SG) did not exhibit a

https://doi.org/10.1021/acs.iecr.2c03245
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significant variation from the specific surface areas of their
corresponding supports.

This behavior could be better rationalized by comparing the
pore size distributions of supports and catalysts, as shown in
Figure S2, Supporting Information. Thus, the Co-CN and Co-
DC catalysts presented bimodal distributions with one of the
maxima centered in the same position as the maximum of their
corresponding support (85 and 75 A, respectively), but with a
lower pore volume. This pointed out the reduction in the
number of open pores due to plugging by deposited Co;0,
crystallites with sizes larger than the pore diameter. The
second maximum was located at 35 A for all catalysts and was
associated with the small mesopores of the deposited Co;0,.
Notice that the Co-DC catalyst presented the largest number
of these mesopores. Conversely, the pore size distributions of
the Co-TH and Co-CC catalysts presented a higher pore
volume than did their corresponding ceria supports. This,
along with the increase in the specific surface area, suggested
that there was a significant amount of segregated Co;0, in
these two catalysts. More specifically, given the low pore
volume of the TH support, the pore size distribution of the
Co-TH catalyst could be assigned to that of the deposited
Co0;0,. Thus, the Co;0, deposited in all catalysts would
present a bimodal distribution with maxima located at 90 and
35 A, in line with the previous results. Finally, the Co-SG and
Co-SCS catalysts maintained their respective specific surface
areas and pore volumes. It was believed that the reduction in
the pore volume due to pore plugging in the 45—90 A range
was compensated by the increase in the number of pores of
size around 35 A, owing to the deposited Co;0,.

The X-ray diffractograms of the Co;0,/CeO, samples are
presented in Figure 2. All patterns exhibited the same signals

Intensity, a.u.

Figure 2. X-ray diffractograms of the Co;0,/CeO, catalysts.

previously assigned to the presence of a cubic phase of ceria,
with additional signals at 26 = 19.1, 31.3, 37.1, 45.0, and 65.5°
attributable to a cubic spinel phase of Co;0, (ICCD 00-042-
1467). No signals associated with reduced forms of CeO, or
Co;0, were detected. The estimation of the crystallite sizes by
the Scherrer equation (Table 4) evidenced no change in the
crystallite size of CeO, of the supports after cobalt
incorporation. On the other hand, the crystallite size of
Co;0, varied between 26 nm for the Co-DC catalyst and 44
nm for the Co-CC catalyst. It must be noted that the catalysts
derived from the CeO, supports with larger specific surface

areas (DC, CN, and SCS) consistently presented significantly
smaller crystallites.

The structure of the cobalt catalysts was also investigated by
the elemental mapping of Co and Ce using EDS-HAADF.
Selected STEM micrographs are presented in Figure 3. The
elemental maps were highly useful for visualizing the
aforementioned segregation of Co;0, in some of the
supported samples. Specifically, the maps of the Co-CC, Co-
SG, and Co-TH catalysts presented a significant fraction of
Co;0, particles completely separated from those of ceria. On
the other hand, in the case of the Co-CN, Co-DC, and Co-SCS
catalysts, a majority of the cobalt crystallites were located over
the surface of the ceria clusters, thus evidencing that they were
suitably supported and interacted with the ceria matrix.

The surface composition of the Co;0,/CeO, catalysts was
also investigated by deconvolution and quantification of the
Co 2ps/5, Ce 3d, and O 1s XPS spectra (Figure 4). The Ce 3d
and O 1s spectra were fitted following the same procedure
applied to the blank ceria supports. The Co 2p;/, spectra were
deconvoluted into three main signals and two satellite signals.
The three main signals, located at 779.2, 780.5, and 782.2 eV,
were associated with the presence of Co®>" and Co®* in the
Co;0, lattice and Co®" cations occupying octahedral positions
in a CoO-type lattice, respectively.”® The presence of CoO on
the surface of the cobalt catalysts was probably due to the
vacuum conditions of the XPS apparatus. The two satellite
signals, centered at 785.0 and 789.1 eV, were related to the
Co*" and Co’* ions, respectively."’

The surface composition of the cobalt catalysts was also
derived from the deconvoluted spectra, and the results are
shown in Table S. First, it must be noticed that the surface
composition of all of the catalysts differed significantly from
the bulk composition measured by ICP-AES. Thus, the Co/Ce
ratio estimated by XPS was higher (1.1—3.4) in comparison to
the bulk ratio (around 0.6), which indicated that most of the
deposited cobalt was accumulated on the surface of the
catalysts. Specifically, Co-DC, Co-CN, and Co-SG presented
the highest enrichment of cobalt on the surface. On the other
hand, for the Co-CC, Co-SCS, and Co-TH catalysts the Co/
Ce ratio was more comparable to that of the bulk, thus
indicating that their structure was similar to that of a Co;0,/
CeO, physical mixture, in line with the marked presence of
segregated Co;0, in these catalysts.

The Ce*/Ce® molar ratio after cobalt addition also
depended on the nature of the used ceria support. Hence,
the Ce**/Ce®" molar ratio of the Co-CC (2.15), Co-SG (2.01),
and Co-TH (2.00) catalysts was comparable to that of their
corresponding bare supports (2.19, 1.96, and 2.00, respec-
tively). This was coherent evidence of the low interaction of
the cobalt and cerium phases in these three samples. In
contrast, the presence of cobalt induced a decrease in the
Ce**/Ce* molar ratio for the Co-DC, Co-CN, and Co-SCS
catalysts. This alteration could be a consequence of the notable
interaction between cobalt and ceria, thereby resulting in an
increase in the oxidation state of cobalt via the electronic
equilibrium Ce* + Co*" < Ce** + Co™.>” A higher Co*/
Co** molar ratio (1.20—1.49) was consistently noticed.
Moreover, this seemed to favor the presence of lattice oxygen
species on the surfaces of these catalysts.

The redox properties of the cobalt catalysts were
investigated by H,-TPR. All TPR traces (Figure S) presented
three distinctive H, uptakes, two at low temperatures (<600
°C) and another one at high temperatures (>600 °C). The
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Figure 4. Co 2p (left), Ce 3d (middle), and O 1s (right) XPS spectra of the Co;0,/CeO, catalysts.

low-temperature contributions corresponded to the reduction
of Co;0, which took place in two steps: first the Co®" ions
were reduced to Co*" at around 250—325 °C, and then the
Co™" ions were reduced to metallic cobalt at temperatures of
between 375 and 450 °C, depending on the catalyst.’’ The
ceria surface reduction also occurred in this temperature
window, but its corresponding H, was much more limited and

thus was masked by the reduction of Co;O,. On the other
hand, the high-temperature H, uptake (>600 °C) of the
profiles corresponded to the bulk reduction of the CeO,
supports. For all synthesized catalysts, the first reduction step
peaked at around 300 °C without important differences among
the catalysts. The second step, for all of the catalysts except for
Co-TH, was located at around 400 °C with a comparable
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Table S. Surface Composition of the Co;0,/CeO, Catalysts”

catalyst Ce, wt % Co, wt % Co/Ce

Co-CC 325 344 1.06 (0.58)
Co-CN 14.5 484 3.34 (0.62)
Co-DC 14.0 47.5 3.39 (0.63)
Co-SCS 27.5 35.5 1.29 (0.65)
Co-SG 162 437 2.70 (0.65)
Co-TH 222 322 1.45 (0.63)

“The values in parentheses are calculated from the ICP-AES results.

Co**/Co*" molar ratio

Ce*/Ce** molar ratio Op,¢t/ O,4s molar ratio

1.01 2.15 1.35
131 2.28 2.00
149 2.46 2.36
1.20 2.36 1.75
1.14 2.01 1.54
1.09 2.00 1.48
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Figure S. H,-TPR profiles of the Co;0,/CeO, catalysts.

shape and width. For only the Co-TH catalyst, the peak was
much wider and its maximum was located at around 530 °C.

The integration and quantification of the TPR profiles, in a
similar way to that made for the CeO, supports, allowed the
estimation of the degree of reduction of the ceria support since
it was assumed that all of the deposited Co;0, was completely
reduced at temperatures over 600 °C. The results, shown in
Table 6, evidenced the highest reducibility of ceria over the

Table 6. H, Uptakes and Degrees of Reduction of the
Synthesized Co;0,/CeO, Catalysts

low- O, consumption at low
temperature total H, CeO, temperature
H, uptake, uptake,  reduction (CH4-TPRe2, mmol g
catalyst mmol g™ mmol g~'  degree, % Co
Co-CC 6.30 7.20 36 0.14
Co-CN 7.46 7.94 66 0.24
Co-DC 7.49 8.16 76 0.29
Co-SCS 7.01 7.95 57 0.21
Co-SG 7.63 7.84 NY 0.17
Co-TH 5.07 7.69 46 0.17

Co-CN and Co-DC catalysts, which revealed that the supports
of these catalysts possessed a notable amount of highly
reducible oxygen species at low temperature.

Since the redox behavior of the Co;0, phase did not vary
significantly, a second effort to gain more insight into the redox
properties of the catalysts was made by substituting H, by
CH,. The respective CH,-TPRe profiles that resulted from
monitoring the m/z = 44 mass (CO,) are represented in
Figure S6, Supporting Information. All traces suggested a two-
step process for CH, consumption: a low-temperature step
located between 400 and 500 °C attributed to the oxidation of

17860

methane by oxygen species associated with Co®" ions and a
high-temperature step occurring above 550 °C which
corresponded to the oxidation of methane by oxygen species
bonded to Co®* ions. Note that under these conditions the
formation of CO and H, activated by the in situ-generated
metallic cobalt was also detected.

Figure 6 shows a close-up view of the results of this CH,-
TPRe run between 200 and 550 °C. The higher reactivity of
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Figure 6. CH,-TPRe profiles of the Co;0,/CeO, catalysts in the
200—-550 °C range.

the Co-DC catalyst was clearly evidenced since it showed low-
temperature CO, peak production at a temperature of 415 °C,
20 °C lower with respect to the rest of the examined catalysts.
The integration of these low-temperature events allowed for
the calculation of the quantity of active oxygen species,
expressed as the amount of O, consumed in the complete
oxidation of methane present in each sample. The results are
shown in Table 6. Thus, the O, consumption of the catalysts
varied from 0.14 mmol g¢, ™" for the Co-CC catalyst to 0.29
mmol gc,~" for the Co-DC catalyst. This sample, along with
the Co-CN and Co-SCS catalysts, contained the largest
amount of active oxygen species.

3.3. Catalytic Performance of the Co0;0,/CeO,
Catalysts. The efficiency of the synthesized Co;0,/CeO,
catalysts was evaluated by obtaining their respective light-off
curves at 60000 h™'. These light-off curves were obtained
between 200 and 600 °C. For each catalyst, three consecutive
tests were carried out, and the results from the last cycle were
taken as the representative conversion—temperature profile for
a given catalyst (Figure 7) since, in all cases, the second and
third were identical. To ensure that the obtained kinetic results
were not affected by mass- or heat-transfer limitations, the
criteria for intraparticle and extraparticle mass and energy

https://doi.org/10.1021/acs.iecr.2c03245
Ind. Eng. Chem. Res. 2022, 61, 17854—17865


https://pubs.acs.org/doi/suppl/10.1021/acs.iecr.2c03245/suppl_file/ie2c03245_si_001.pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig6&ref=pdf
pubs.acs.org/IECR?ref=pdf
https://doi.org/10.1021/acs.iecr.2c03245?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Industrial & Engineering Chemistry Research

pubs.acs.org/IECR

100
—a&— Co-CN
90| —e— Co-DC
—A— Co-SCS
80+ ——Co-SG
70d 7Y Co-TH
® ®— Co-CC
£ 60 © DC
[
2 50
c
o
©. 40
5
30
20 -
104
0 O
200 300 400 500 600

Temperature, °C

Figure 7. Light-off curves of the Co;0,/CeO, catalysts.

diffusion, as well as the temperature gradients, were checked
(Table S1, Supporting Information).

First, it must be noticed that all catalysts achieved 100%
selectivity for CO,. By direct inspection of the light-off curves,
it could be clearly concluded that the Co-CC catalyst
presented the worst behavior among the investigated catalysts
while the Co-DC catalyst presented the best efficiency. The
Ty, values extracted from the light-off profiles (Table 7)

Table 7. Kinetic Parameters of the Synthesized Co;0,/
CeO, Catalysts

reaction rate @ 375 °C, activation energy,

catalyst T, °C mmol CH, h™' gcur™! kJ mol ™!
Co-CC 500 0.62 82
Co-CN 450 1.40 77
Co-DC 43S 1.68 74
Co-SCS 455 1.13 74
Co-SG 460 0.98 79
Co-TH 470 0.85 83

established the following conversion trend: Co-DC > Co-CN
> Co-SCS > Co-SG > Co-TH > Co-CC. This trend was
coherent with the main findings derived from the character-
ization results since the most suitable catalysts were those
supported over the ceria supports with better textural and
structural properties (DC, CN, and SCS). Also, these catalysts
presented the highest reducibility and population of active
oxygen species. For comparative purposes, the light-off curve
of the bare DC ceria support is included in Figure 7. As can be
observed, its efficiency was rather poor, with only a 15%
conversion at 600 °C. Additionally, instead of CO,, methane
was selectively converted to CO.

The specific reaction rate of the cobalt catalysts at 375 °C
was estimated by the differential method (methane conversion
<20%). The obtained values followed the same aforemen-
tioned trend, with the most active catalyst being the Co-DC
sample (1.68 mmol CH, h™' gcar™") and the least active being
the Co-CC catalyst (0.62 mmol CH, h™" gcar™") (Table 7).
Likewise, the apparent activation energies were calculated from
the light-off curves by the integral method, assuming zeroth
order for the oxygen and first order for methane (Figure S7,
Supporting Information), which are reaction orders compara-
ble to those observed for the methane combustion reaction
under excess oxygen.”” The resulting activation energies

were in the 74—82 kJ mol™' range, in fairly good agreement
with those reported in the literature for this reaction over
Co;0,-based catalysts.”**

The remarkable intrinsic activity of the Co-CN and Co-DC
catalysts seemed to be directly related to the better textural
properties of the respective CeO, support as well as to its
higher oxidation state of cerium species (Ce*"/Ce* molar
ratio) at the surface. This led to a more intense promotion of
the redox properties of the deposited Co;0,. This beneficial
influence was clearly observed by the good relationship among
the Ce*/Ce*, Co**/Co*', and O,,,/0,; molar ratios
obtained from XPS, as dictated by Figure 8. In addition, the
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Figure 8. Correlation between the activity of the Co;0,/CeO,
catalysts and their surface composition.

strong correlation between the degree of reduction of CeO, in
the cobalt catalysts (H,-TPR) and the O, consumption at low
temperatures (CH,-TPRe) with the specific reaction rate
(Figure 9) evidenced that the aforementioned redox promo-
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Figure 9. Correlation between the activity of the Co;0,/CeO,
catalysts and their redox properties.

tional effect increased the content of active oxygen species in
the lattice of the cobalt oxide present in the Co-DC and Co-
CN catalysts. This was ultimately the reason for the observed
higher catalytic activity of these two Co0;0,/CeO, samples.
Finally, both the thermal and hydrothermal stabilities of the
most active catalyst (Co-DC) were studied at constant
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temperature (525 °C, 60000 h™') under several consecutive
combinations of reaction conditions for a total time on stream
of 150 h. Figure 10 shows the evolution of the methane
conversion under these conditions.
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Figure 10. Evolution of the methane conversion with time on stream
over the Co-DC catalyst at 525 °C.

The initial methane conversion was around 90%, a value
comparable to that obtained in the light-oft experiment at 525
°C, but rapidly decreased to 85% over the first 25 h under dry
conditions. The addition of 10 vol % CO, to the feedstream
did not seem to have any negative effect since the conversion
remained stable at 85% after 75 h of experiment. Once the
admission of water (10 vol %) started, the conversion level
appreciably decreased to 75% until the water was turned off
again. Then, the conversion recovered almost completely
(84%). This good behavior, compared to that of Co;0,
catalysts supported over other porous supports, such as y-
ALO;>° could be explained by the more hydrophobic
character of CeO,, which probably inhibited water adsorption
to a larger extent.’® Finally, the coaddition of water vapor and
CO, during the last 25 h of time on stream did not seem to
have any additional detrimental effect on conversion, apart
from that already described due to the presence of water vapor.

The almost complete recovery of the conversion value (from
90 to 85%) after water vapor was no longer supplied to the
reactor pointed out that inhibition by water vapor was almost
completely reversible and was due to only the physical
adsorption of water molecules on the active Co;0, crystallites.
However, the state of the used sample after the stability test
was extensively analyzed. Thus, the specific surface area of the
used catalyst was 49 m* g~ while the Co,0, crystallite size was
25 nm, which indicated that no sintering of the catalyst
occurred during the stability tests. Furthermore, the CH,-
TPRe profile of the used catalyst (Figure S8, Supporting
Information) was essentially identical to that of the fresh
catalyst, and the corresponding O, consumption at low
temperature was similar, which suggested that the exposition
to water vapor did not induce any permanent effect on the
redox properties of the Co-DC catalyst. Finally, attention was
paid to examining the surface composition of the sample by
XPS. The XPS spectra (Co 2p, Ce 3d, and O 1s) are included
in Figure S9, Supporting Information. A certain increase in the
amount of reduced species (Co** and Ce®") was observed.
Thus, the Co**/Co** (1.42) and Ce*/Ce** (2.30) molar

ratios slightly decreased with respect to those of the fresh
sample (1.49 and 2.46, respectively). As a consequence, the
used sample contained a lower relative abundance of active
lattice oxygen species as evidenced by the lower Oy,/O,4
molar ratio (2.04; 2.36 for the fresh sample).

4. CONCLUSIONS

Six supported Co;0,/CeO, catalysts were synthesized by a
basic precipitation method and examined for the complete
oxidation of methane. The catalytic supports were prepared by
various synthesis routes, and the effect of the physicochemical
properties of the CeO, supports on the catalytic behavior of
the cobalt catalysts was investigated.

The six examined synthesis routes were precipitation with
ammonia (CN), direct calcination of cerium nitrate (DC),
solution combustion synthesis (SCS), sol—gel complexation
(SG), precipitation assisted by a surfactant (TH), and basic
precipitation with sodium carbonate (CC). Among the
synthesized CeO, supports, those obtained by the CN and
DC methodologies exhibited the best textural and structural
properties, with specific surface areas of around 60 m* g~'.
Moreover, the structural characterization of the cobalt catalysts
supported on the other four supports demonstrated that those
presented various degrees of Co;0, segregation due to not
having enough surface area to deposit all of the cobalt that was
incorporated.

The analysis of the surface composition and the redox
properties of the ceria supports and the cobalt catalysts
revealed that the Co-DC and Co-CN catalysts were supported
over ceria supports with a significantly higher content of Ce*"
ions, that is, with a higher degree of oxidation. As a
consequence, these two catalysts exhibited a favored presence
of Co®> ions on their surfaces, which led to a higher
concentration of active lattice oxygen species. For these
reasons, these two catalysts were found to be the most active.
In addition, owing to the highly hydrophobic character of
CeO,, the best catalyst of the set (Co-DC) showed a notable
resistance to deactivation by the presence of water vapor. Thus,
in the presence of 10 vol % water vapor it suffered only a slight
loss of conversion, which turned out to be completely
reversible and did not have any irreversible effect on the
physicochemical properties of the catalyst.

A global contextualization of the reported results in this
study points out that although our Co03;0,/CeO, optimized
catalyst exhibits reasonably good behavior under dry
conditions, the sample does not meet the requirement of
attaining >90% conversion under realistic conditions for
natural gas-fueled vehicles, including a typical temperature
for exhaust gases below 550 °C and the notable presence of
water vapor. One possible strategy for appreciably enhancing
the catalytic efficiency of Co;0,-based catalysts could be the
addition of controlled amounts of Pd (<1 wt %) in spite of the
fact that this would somewhat increase the cost of the resultant
catalyst. An alternative proposal to be considered could be the
use of Ce-modified supports with structural dopants such as Zr
and Pr. The insertion of these cations into the lattice of the
ceria markedly improves the intrinsic redox properties of the
Ce/Zr and Ce/Pr mixed oxides, thus resulting in attractive
supports for oxidation catalysts.

https://doi.org/10.1021/acs.iecr.2c03245
Ind. Eng. Chem. Res. 2022, 61, 17854—17865


https://pubs.acs.org/doi/suppl/10.1021/acs.iecr.2c03245/suppl_file/ie2c03245_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.iecr.2c03245/suppl_file/ie2c03245_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.iecr.2c03245/suppl_file/ie2c03245_si_001.pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig10&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig10&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig10&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?fig=fig10&ref=pdf
pubs.acs.org/IECR?ref=pdf
https://doi.org/10.1021/acs.iecr.2c03245?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Industrial & Engineering Chemistry Research

pubs.acs.org/IECR

B ASSOCIATED CONTENT

@ Supporting Information

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245.

Criteria for the accurate analysis of intrinsic reaction
rates of the foam catalysts; N, physisorption isotherms
of the CeO, supports; pore size distributions of the
CeO, supports and Co3;0,/CeO, catalysts; XRD
patterns of the CeO, supports; Ce 3d and O 1s XPS
spectra of the CeO, supports; N, physisorption
isotherms of the Co;0,/CeO, catalysts; CH,-TPRe
profiles of the Co;0,/CeOQ, catalysts; Arrhenius plots of
the Co;0,/CeO, catalysts; CH,-TPRe profiles of the
Co-DC sample before and after the stability test in the
200—-500 °C range; and Co 2p, Ce 3d, and O 1s XPS
spectra of the Co-DC catalyst before and after the
stability tests (PDF)

B AUTHOR INFORMATION

Corresponding Author

Andoni Choya — Chemical Technologies for Environmental
Sustainability Group, Department of Chemical Engineering,
Faculty of Science and Technology, University of the Basque
Country UPV/EHU, Leioa, Bizkaia E-48940, Spain;

orcid.org/0000-0002-0955-1322; Phone: +34-94-

601348S.; Email: andoni.choya@ehu.eus; Fax: +34-94-
6015963

Authors

Beatriz de Rivas — Chemical Technologies for Environmental
Sustainability Group, Department of Chemical Engineering,
Faculty of Science and Technology, University of the Basque
Country UPV/EHU, Leioa, Bizkaia E-48940, Spain

Jose L. Gutiérrez-Ortiz — Chemical Technologies for
Environmental Sustainability Group, Department of
Chemical Engineering, Faculty of Science and Technology,
University of the Basque Country UPV/EHU, Leioa, Bizkaia
E-48940, Spain

Rubén Lopez-Fonseca — Chemical Technologies for
Environmental Sustainability Group, Department of
Chemical Engineering, Faculty of Science and Technology,
University of the Basque Country UPV/EHU, Leioa, Bizkaia
E-48940, Spain

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.iecr.2c03245

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

This research was funded by the Spanish Ministry of Science
and Innovation (PID2019-10710SRB-I00 AEI/FEDER, UE
and PDC2022-133897-100), the Basque Government
(IT1509-22), and the University of the Basque Country
UPV/EHU (DOCREC21/23). The authors are grateful for
the technical and personal support provided by SGlker (UPV/
EHU). In addition, the authors acknowledge the use of
instrumentation as well as the technical advice provided by the
National Facility ELECMI ICTS, node “Advanced Microscopy
Laboratory” at the University of Zaragoza.

B REFERENCES

(1) European Environment Agency (EEA). Greenhouse gas
emissions by source sector. https://www.eea.europa.eu/data-and-
maps/data/data-viewers/greenhouse-gases-viewer, 2021 (accessed
July 30, 2022).

(2) European Environment Agency (EEA). Greenhouse gas
emissions from transport in Europe. https://www.eea.europa.eu/
data-and-maps/indicators/transport-emissions-of-greenhouse-gases/
transport-emissions-of-greenhouse-gases-12, 2021 (accessed July 30,
2022).

(3) Khan, M. L; Yasmin, T.; Shakoor, A. Technical overview of
compressed natural gas (CNG) as a transportation fuel. Renew. Sust.
Energy Rev. 2018, 51, 785-797.

(4) Korakianitis, T.; Namasivayam, A. M.; Crookes, R. J. Natural-gas
fueled spark-ignition (SI) and compression-ignition (CI) engine
performance and emissions. Prog. Energy Combust 2011, 37, 89—112.

(5) Engerer, H,; Horn, M. Natural gas vehicles: An option for
Europe. Energy Policy 2010, 38, 1017—1029.

(6) Maunula, T.; Kallinen, K.; Kinnunen, N.; Keenan, M.; Wolff, T.
Methane Abatement and Catalyst Durability in Heterogeneous Lean-
Rich and Dual-Fuel Conditions. Top. Catal 2019, 62, 315—323.

(7) Kinnunen, N. M.; Hirvi, J. T.; Kallinen, K.; Maunula, T.; Keenan,
M,; Suvanto, M. Case study of a modern lean-burn methane
combustion catalyst for automotive applications: What are the
deactivation and regeneration mechanisms? Appl. Catal. B Environ
2017, 207, 114—119.

(8) Bai, B.; Arandiyan, H.; Li, J. Comparison of the performance for
oxidation of formaldehyde on nano-Co;0, 2D-Co;0,, and 3D-
Co;0, catalysts. Appl. Catal. B Environ 2013, 142—143, 677—683.

(9) Wéjcik, S.; Ercolino, G.; Gajewska, M.; Quintero, C. W. M,;
Specchia, S.; Kotarba, A. Robust Co;0,la-Al,O;lcordierite structured
catalyst for N,O abatement - Validation of the SCS method for active
phase synthesis and deposition. Chem. Eng. ]. 2019, 377, 120088.

(10) Zhai, G.; Wang, J.; Chen, Z.; An, W.; Men, Y. Boosting soot
combustion efficiency of Co;O, nanocrystals via tailoring crystal
facets. Chem. Eng. J. 2018, 337, 488—498.

(11) Zasada, F.; Piskorz, W.; Janas, J.; Grybos, J.; Indyka, P.; Sojka,
Z. Reactive oxygen species on the (100) facet of cobalt spinel
nanocatalyst and their relevance in '°0,/'%0, isotopic exchange,
deN,O, and deCH, processes - A theoretical and experimental
account. ACS Catal. 2018, 5, 6879—6892.

(12) Liotta, L. F; Di Carlo, G.; Pantaleo, G.; Venezia, A. M,
Deganello, G. C0;0,/CeO, composite oxides for methane emissions
abatement: Relationship between Co0;0,-CeO, interaction and
catalytic activity. Appl. Catal. B Environ 2006, 66, 217—227.

(13) Nasr, S.; Semagina, N.; Hayes, R. E. Kinetic Modelling of
Co0;04- and Pd/Co;0,-Catalyzed Wet Lean Methane Combustion.
Emiss. Control Sci. Technol. 2020, 6, 269—278.

(14) Huang, Q.; Li, W; Lin, Q.; Zheng, X;; Pan, H.; Pi, D.; Shao, C;
Hu, C; Zhang, H. Catalytic performance of Pd—NiCo,0,/SiO, in
lean methane combustion at low temperature. J. Energy Inst 2018, 91,
733—742.

(15) Chen, J.; Arandiyan, H; Gao, X; Li, J. Recent advances in
catalysts for methane combustion. Catal. Surv. Asia 2015, 19, 140—
171.

(16) Heck, R. M; Farrauto, R. J.; Gulati, S. T. Catalytic Air Pollution
Control: Commercial Technology, 3rd ed.; Wiley: Hoboken, NJ, 2009.

(17) Ercolino, G.; Stelmachowski, P.; Grzybek, G.; Kotarba, A;
Specchia, S. Optimization of Pd catalysts supported on Co;0, for
low-temperature lean combustion of residual methane. Appl. Catal. B
Environ 2017, 206, 712—725.

(18) Li, Y.; Wang, X. MgO Modifying Al,O5 to Load Cobalt Oxide
for Catalytic N,O Decomposition. Catal. Lett. 2019, 149, 1856—1863.

(19) Grzybek, G.; Stelmachowski, P.; Gudyka, S.; Indyka, P.; Sojka,
Z.; Guillén-Hurtado, N.; Rico-Pérez, V.; Bueno-Lopez, A.; Kotarba, A.
Strong dispersion effect of cobalt spinel active phase spread over ceria
for catalytic N,O decomposition: The role of the interface periphery.
Appl. Catal. B Environ 2016, 180, 622—629.

https://doi.org/10.1021/acs.iecr.2c03245
Ind. Eng. Chem. Res. 2022, 61, 17854—17865


https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acs.iecr.2c03245/suppl_file/ie2c03245_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Andoni+Choya"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-0955-1322
https://orcid.org/0000-0002-0955-1322
mailto:andoni.choya@ehu.eus
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Beatriz+de+Rivas"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jose+I.+Gutie%CC%81rrez-Ortiz"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Rube%CC%81n+Lo%CC%81pez-Fonseca"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.2c03245?ref=pdf
https://www.eea.europa.eu/data-and-maps/data/data-viewers/greenhouse-gases-viewer
https://www.eea.europa.eu/data-and-maps/data/data-viewers/greenhouse-gases-viewer
https://www.eea.europa.eu/data-and-maps/indicators/transport-emissions-of-greenhouse-gases/transport-emissions-of-greenhouse-gases-12
https://www.eea.europa.eu/data-and-maps/indicators/transport-emissions-of-greenhouse-gases/transport-emissions-of-greenhouse-gases-12
https://www.eea.europa.eu/data-and-maps/indicators/transport-emissions-of-greenhouse-gases/transport-emissions-of-greenhouse-gases-12
https://doi.org/10.1016/j.rser.2015.06.053
https://doi.org/10.1016/j.rser.2015.06.053
https://doi.org/10.1016/j.pecs.2010.04.002
https://doi.org/10.1016/j.pecs.2010.04.002
https://doi.org/10.1016/j.pecs.2010.04.002
https://doi.org/10.1016/j.enpol.2009.10.054
https://doi.org/10.1016/j.enpol.2009.10.054
https://doi.org/10.1007/s11244-018-1123-y
https://doi.org/10.1007/s11244-018-1123-y
https://doi.org/10.1016/j.apcatb.2017.02.018
https://doi.org/10.1016/j.apcatb.2017.02.018
https://doi.org/10.1016/j.apcatb.2017.02.018
https://doi.org/10.1016/j.apcatb.2013.05.056
https://doi.org/10.1016/j.apcatb.2013.05.056
https://doi.org/10.1016/j.apcatb.2013.05.056
https://doi.org/10.1016/j.cej.2018.10.025
https://doi.org/10.1016/j.cej.2018.10.025
https://doi.org/10.1016/j.cej.2018.10.025
https://doi.org/10.1016/j.cej.2017.12.141
https://doi.org/10.1016/j.cej.2017.12.141
https://doi.org/10.1016/j.cej.2017.12.141
https://doi.org/10.1021/acscatal.5b01900?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.5b01900?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.5b01900?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.5b01900?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.apcatb.2006.03.018
https://doi.org/10.1016/j.apcatb.2006.03.018
https://doi.org/10.1016/j.apcatb.2006.03.018
https://doi.org/10.1007/s40825-019-00143-0
https://doi.org/10.1007/s40825-019-00143-0
https://doi.org/10.1016/j.joei.2017.05.008
https://doi.org/10.1016/j.joei.2017.05.008
https://doi.org/10.1007/s10563-015-9191-5
https://doi.org/10.1007/s10563-015-9191-5
https://doi.org/10.1016/j.apcatb.2017.01.055
https://doi.org/10.1016/j.apcatb.2017.01.055
https://doi.org/10.1007/s10562-019-02789-5
https://doi.org/10.1007/s10562-019-02789-5
https://doi.org/10.1016/j.apcatb.2015.07.027
https://doi.org/10.1016/j.apcatb.2015.07.027
pubs.acs.org/IECR?ref=pdf
https://doi.org/10.1021/acs.iecr.2c03245?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Industrial & Engineering Chemistry Research

pubs.acs.org/IECR

(20) Bai, L.; Wyrwalski, F.; Safariamin, M.; Bleta, R;; Lamonier, J.;
Przybylski, C.; Monflier, E.; Ponchel, A. Cyclodextrin-cobalt (II)
molecule-ion pairs as precursors to active Co;0,/ZrO, catalysts for
the complete oxidation of formaldehyde: Influence of the cobalt
source. J. Catal. 2016, 341, 191—-204.

(21) Pudukudy, M.; Yaakob, Z. Methane decomposition over Ni, Co
and Fe based monometallic catalysts supported on sol gel derived
SiO, microflakes. Chem. Eng. ]. 2015, 262, 1009—1021.

(22) Kobayashi, Y.; Iwasaki, Y. Fabrication of Macroporous Co;0,—
MgO Composite Catalysts for Methylene Blue Degradation Using
Oxone as an Oxidant. J. Chem. Eng. Jpn. 2017, 50, 821—826.

(23) Zhy, Z,; Lu, G.; Zhang, Z; Guo, Y.; Guo, Y.; Wang, Y. Highly
active and stable Co;0,/ZSM-$ catalyst for propane oxidation: Effect
of the preparation method. ACS Catal. 2013, 3, 1154—1164.

(24) Bahlawane, N. Kinetics of methane combustion over CVD-
made cobalt oxide catalysts. Appl. Catal. B Environ 2006, 67, 168—
176.

(25) Wang, Q.; Peng, Y.; Fu, J.; Kyzas, G. Z,; Billah, S. M. R; An, S.
Synthesis, characterization, and catalytic evaluation of Co;0,/y-Al,O5
as methane combustion catalysts: Significance of Co species and the
redox cycle. Appl. Catal. B Environ 2018, 168—169, 42—50.

(26) Jozwiak, W. K.; Szubiakiewicz, E.; Géralski, J.; Klonkowski, A.;
Paryjczak, T. Physico-chemical and catalytic study of the Co/SiO,
catalysts. Kinet. Catal 2004, 45, 247—255.

(27) Das, T.; Deo, G. Effects of metal loading and support for
supported cobalt catalyst. Catal. Today 2012, 198, 116—124.

(28) Xiao, T.; Ji, S; Wang, H,; Coleman, K. S.; Green, M. L. H.
Methane combustion over supported cobalt catalysts. J. Mol. Catal. A
Chem. 2001, 175, 111—123.

(29) Aliotta, C.; Liotta, L. F.; La Parola, V.; Martorana, A.; Muccillo,
E. N. S.; Muccillo, R.; Deganello, F. Ceria-based electrolytes prepared
by solution combustion synthesis: The role of fuel on the materials
properties. Appl. Catal. B Environ 2016, 197, 14—22.

(30) Tok, A. 1. Y;; Du, S. W,; Boey, F. Y. C; Chong, W. K.
Hydrothermal synthesis and characterization of rare earth doped ceria
nanoparticles. Mater. Sci. Eng, A 2007, 466, 223—229.

(31) Mitsudome, T.; Yamamoto, M.; Maeno, Z.; Mizugaki, T.;
Jitsukawa, K.; Kaneda, K. One-step Synthesis of Core-Gold/Shell-
Ceria Nanomaterial and Its Catalysis for Highly Selective Semi-
hydrogenation of Alkynes. J. Am. Chem. Soc. 2015, 137, 13452—
1345S.

(32) Sun, C.; Li, H; Chen, L. Nanostructured ceria-based materials:
synthesis, properties, and applications. Energy Environ. Sci. 2012, S,
8475—8508.

(33) Jasmine Ketzial, J; Samson Nesaraj, A. Synthesis of CeO,
nanoparticles by chemical precipitation and the effect of a surfactant
on the distribution of particle sizes. J. Ceram. Process. Res. 2011, 12,
74-=79.

(34) Andreoli, S.; Deorsola, F. A; Pirone, R. MnO,-CeO, catalysts
synthesized by solution combustion synthesis for the low-temperature
NH;-SCR. Catal. Today 2015, 253, 199—206.

(3S) Kurajica, S.; Ivkovi, I. K; Muzina, K;; Mandic, V.; Panzi¢, L;
Matijasic, G.; Ali¢, E. E. Sol—gel synthesis of manganese-doped ceria
from acetylacetonate precursors. J. Sol Gel Sci. Technol. 2022, 101,
256—268.

(36) Oh, M.; Nho, J.; Cho, S.; Lee, J.; Singh, R. K. Novel method to
control the size of well-crystalline ceria particles by hydrothermal
method. Mater. Chem. Phys. 2010, 124, 134—139.

(37) Fabidn, M.; Anti¢, B; Girman, V.; Vulini¢-Vasi¢, M.;
Kremenovic, A.; Suzuki, S.; Hahn, H,; éepelék, V. Mechanosynthesis
and structural characterization of nanocrystalline Ce,;_,Y,0,_s5 (x =
0.1—0.35) solid solutions. J. Solid State Chem. 2015, 230, 42—48.

(38) Chang, H; Chen, H. Morphological evolution for CeO,
nanoparticles synthesized by precipitation technique. J. Cryst. Growth
2005, 283, 457—468.

(39) Choya, A; de Rivas, B.; Gonzédlez-Velasco, J. R.; Gutiérrez-
Ortiz, J. I; Lopez-Fonseca, R. Oxidation of residual methane from
VNG vehicles over Co;0,-based catalysts: Comparison among bulk,

Al,Oj-supported and Ce-doped catalysts. Appl. Catal. B Environ 2018,
237, 844—854.

(40) Nematollahi, B.; Rezaei, M,; Nemati Lay, E. Synthesis of
Nanocrystalline CeO, with High Surface Area by the Taguchi Method
and its Application in Methanation. Chem. Eng. Technol. 2018, 38,
265-273.

(41) Kang, W.; Ozgur, D. O, Varma, A. Solution Combustion
Synthesis of High Surface Area CeO, Nanopowders for Catalytic
Applications: Reaction Mechanism and Properties. ACS Appl. Nano
Mater. 2018, 1, 675—685.

(42) Azambre, B.; Atribak, L; Bueno-Lépez, A.; Garcia-Garcia, A.
Probing the Surface of Ceria—Zirconia Catalysts Using NO,
Adsorption/Desorption: A First Step Toward the Investigation of
Crystallite Heterogeneity. J. Phys. Chem. C 2010, 114, 13300—13312.

(43) Thommes, M.; Kaneko, K.,; Neimark, A. V.; Olivier, J. P.;
Rodriguez-Reinoso, F.; Rouquerol, J.; Sing, K. S. W. Physisorption of
gases, with special reference to the evaluation of surface area and pore
size distribution (IUPAC Technical Report). Pure Appl. Chem. 2015,
87, 1051—1069.

(44) Romeo, M.; Bak, K.; El Fallah, J.; Le Normand, F.; Hilaire, L.
XPS Study of the reduction of cerium dioxide. Surf. Interface Anal.
1993, 20, S08—S512.

(45) Zeng, K; Li, X.; Wang, C.; Wang, Z.; Guo, P.; Yu, J.; Zhang, C,;
Zhao, X. S. Three-dimensionally macroporous MnZrO, catalysts for
propane combustion: Synergistic structure and doping effects on
physicochemical and catalytic properties. J. Colloid Interface Sci. 2020,
572, 281—296.

(46) Dupin, J.; Gonbeau, D.; Vinatier, P.; Levasseur, A. Systematic
XPS studies of metal oxides, hydroxides and peroxides. Phys. Chem.
Chem. Phys. 2000, 2, 1319—1324.

(47) de Rivas, B.; Sampedro, C.; Ramos-Ferndndez, E. V.; Lépez-
Fonseca, R.; Gascon, J.; Makkee, M.; Gutiérrez-Ortiz, J. . Influence of
the synthesis route on the catalytic oxidation of 1,2-dichloroethane
over CeO,/H-ZSMS catalysts. Appl. Catal. A Gen 2013, 456, 96—104.

(48) Biesinger, M. C.; Payne, B. P.; Grosvenor, A. P.; Lau, L. W. M,;
Gerson, A. R;; Smart, R.St.C. Resolving surface chemical states in XPS
analysis of first row transition metals, oxides and hydroxides: Cr, Mn,
Fe, Co and Ni. Appl. Surf. Sci. 2011, 257, 2717—-2730.

(49) Jodtowski, P. J.; Jedrzejczyk, R. J.; Rogulska, A; Wach, A;
Kustrowski, P.; Sitarz, M.; Lojewski, T.; Kolodziej, A.; Eojewska, J.
Spectroscopic characterization of Co;0, catalyst doped with CeO,
and PdO for methane catalytic combustion. Spectrochim. Acta Part A
Mol. Biomol. Spectrosc 2014, 131, 696—701.

(50) Dziembaj, R.; Chojnacka, A.; Piwowarska, Z.; Gajewska, M;
Swietoslawski, M.; Gérecka, S.; Molenda, M. Comparative study of
Co-rich and Ce-rich oxide nanocatalysts (Co,Ce,,0,) for low-
temperature total oxidation of methanol. Catal. Today 2019, 333,
196-207.

(51) Gonzélez-Prior, J.; Lopez-Fonseca, R.; Gutiérrez-Ortiz, J. L; de
Rivas, B. Catalytic removal of chlorinated compounds over ordered
mesoporous cobalt oxides synthesised by hard-templating. Appl. Catal.
B Environ 2018, 222, 9—17.

(52) Stefanov, P.; Todorova, S.; Naydenov, A.; Tzaneva, B.; Kolev,
H.; Atanasova, G.; Stoyanova, D.; Karakirova, Y.; Aleksieva, K. On the
development of active and stable Pd-Co/y-Al,Oj; catalyst for complete
oxidation of methane. Chem. Eng. J. 2015, 266, 329—338.

(53) Barrett, W.; Nasr, S.; Shen, J.; Hu, Y.; Hayes, R. E.; Scott, R. W.
J.; Semagina, N. Strong metal-support interactions in Pd/Co;0,
catalyst in wet methane combustion: In situ X-ray absorption study.
Catal. Sci. Technolog 2020, 10, 4229—4236.

(54) Paredes, J. R.; Diaz, E.; Diez, F. V.; Ordénez, S. Combustion of
methane in lean mixtures over bulk transition-metal oxides:
Evaluation of the activity and self-deactivation. Energy Fuel 2009,
23, 86—93.

(55) Choya, A.; de Rivas, B.; Gutiérrez-Ortiz, J. L; Gonzalez-Velasco,
J. R; Lopez-Fonseca, R. Synthesis, characterization and kinetic
behavior of supported cobalt catalysts for oxidative after-treatment of
methane lean mixtures. Mater. 2019, 12, 3174.

https://doi.org/10.1021/acs.iecr.2c03245
Ind. Eng. Chem. Res. 2022, 61, 17854—17865


https://doi.org/10.1016/j.jcat.2016.07.006
https://doi.org/10.1016/j.jcat.2016.07.006
https://doi.org/10.1016/j.jcat.2016.07.006
https://doi.org/10.1016/j.jcat.2016.07.006
https://doi.org/10.1016/j.cej.2014.10.077
https://doi.org/10.1016/j.cej.2014.10.077
https://doi.org/10.1016/j.cej.2014.10.077
https://doi.org/10.1252/jcej.17we083
https://doi.org/10.1252/jcej.17we083
https://doi.org/10.1252/jcej.17we083
https://doi.org/10.1021/cs400068v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs400068v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs400068v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.apcatb.2006.03.024
https://doi.org/10.1016/j.apcatb.2006.03.024
https://doi.org/10.1016/j.apcatb.2014.12.016
https://doi.org/10.1016/j.apcatb.2014.12.016
https://doi.org/10.1016/j.apcatb.2014.12.016
https://doi.org/10.1023/B:KICA.0000023799.93711.58
https://doi.org/10.1023/B:KICA.0000023799.93711.58
https://doi.org/10.1016/j.cattod.2012.04.028
https://doi.org/10.1016/j.cattod.2012.04.028
https://doi.org/10.1016/S1381-1169(01)00205-9
https://doi.org/10.1016/j.apcatb.2016.02.044
https://doi.org/10.1016/j.apcatb.2016.02.044
https://doi.org/10.1016/j.apcatb.2016.02.044
https://doi.org/10.1016/j.msea.2007.02.083
https://doi.org/10.1016/j.msea.2007.02.083
https://doi.org/10.1021/jacs.5b07521?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.5b07521?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.5b07521?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c2ee22310d
https://doi.org/10.1039/c2ee22310d
https://doi.org/10.1016/j.cattod.2015.03.036
https://doi.org/10.1016/j.cattod.2015.03.036
https://doi.org/10.1016/j.cattod.2015.03.036
https://doi.org/10.1007/s10971-021-05689-6
https://doi.org/10.1007/s10971-021-05689-6
https://doi.org/10.1016/j.matchemphys.2010.06.004
https://doi.org/10.1016/j.matchemphys.2010.06.004
https://doi.org/10.1016/j.matchemphys.2010.06.004
https://doi.org/10.1016/j.jssc.2015.06.027
https://doi.org/10.1016/j.jssc.2015.06.027
https://doi.org/10.1016/j.jssc.2015.06.027
https://doi.org/10.1016/j.jcrysgro.2005.06.002
https://doi.org/10.1016/j.jcrysgro.2005.06.002
https://doi.org/10.1016/j.apcatb.2018.06.050
https://doi.org/10.1016/j.apcatb.2018.06.050
https://doi.org/10.1016/j.apcatb.2018.06.050
https://doi.org/10.1002/ceat.201400092
https://doi.org/10.1002/ceat.201400092
https://doi.org/10.1002/ceat.201400092
https://doi.org/10.1021/acsanm.7b00154?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.7b00154?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.7b00154?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp102949r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp102949r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp102949r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1515/pac-2014-1117
https://doi.org/10.1515/pac-2014-1117
https://doi.org/10.1515/pac-2014-1117
https://doi.org/10.1002/sia.740200604
https://doi.org/10.1016/j.jcis.2020.03.093
https://doi.org/10.1016/j.jcis.2020.03.093
https://doi.org/10.1016/j.jcis.2020.03.093
https://doi.org/10.1039/a908800h
https://doi.org/10.1039/a908800h
https://doi.org/10.1016/j.apcata.2013.02.026
https://doi.org/10.1016/j.apcata.2013.02.026
https://doi.org/10.1016/j.apcata.2013.02.026
https://doi.org/10.1016/j.apsusc.2010.10.051
https://doi.org/10.1016/j.apsusc.2010.10.051
https://doi.org/10.1016/j.apsusc.2010.10.051
https://doi.org/10.1016/j.saa.2014.05.027
https://doi.org/10.1016/j.saa.2014.05.027
https://doi.org/10.1016/j.cattod.2018.03.042
https://doi.org/10.1016/j.cattod.2018.03.042
https://doi.org/10.1016/j.cattod.2018.03.042
https://doi.org/10.1016/j.apcatb.2017.09.050
https://doi.org/10.1016/j.apcatb.2017.09.050
https://doi.org/10.1016/j.cej.2014.12.099
https://doi.org/10.1016/j.cej.2014.12.099
https://doi.org/10.1016/j.cej.2014.12.099
https://doi.org/10.1039/D0CY00465K
https://doi.org/10.1039/D0CY00465K
https://doi.org/10.1021/ef800704e?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ef800704e?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ef800704e?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.3390/ma12193174
https://doi.org/10.3390/ma12193174
https://doi.org/10.3390/ma12193174
pubs.acs.org/IECR?ref=pdf
https://doi.org/10.1021/acs.iecr.2c03245?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Industrial & Engineering Chemistry Research

pubs.acs.org/IECR

(56) Azimi, G.; Dhiman, R.; Kwon, H.; Paxson, A. T.; Varanasi, K.
K. Hydrophobicity of rare-earth oxide ceramics. Nat. Mater. 2013, 12,
31S.

17865

[0 Recommended by ACS

Investigation of the Deactivation Behavior of MeMo/La,0;-
ALO;- and MeMo/Nb,O, Supported Catalysts (Me = Pt, Ni,
and Co) in Tri-Reforming of Methane

Jodo P. Nascimento, Alcineia C. Oliveira, et al.
FEBRUARY 20, 2023

ENERGY & FUELS READ &

Oxygen Vacancy Induced Strong Metal-Support Interactions
on Ni/Ce,,Zr,,0, Nanorod Catalysts for Promoting Steam
Reforming of Toluene: Experimental and Computational ...

Feng Lin, Huiqiang Yu, et al.
MARCH 16, 2023

LANGMUIR READ

Synergistic Effect over CeSnQO, Catalyst for the Selective
Catalytic Oxidation of NH,

Lidai Zhou, Qingling Liu, et al.
OCTOBER 27,2022

ACS APPLIED ENERGY MATERIALS READ &'

Effect of Impregnation with Ammonia vs Silica Support
Textural Properties on Ni Nanoparticle Catalysts for Dry
Reforming of Methane

Oscar Daoura, Franck Launay, et al.
NOVEMBER 28, 2022

ACS APPLIED NANO MATERIALS READ '

Get More Suggestions >

https://doi.org/10.1021/acs.iecr.2c03245
Ind. Eng. Chem. Res. 2022, 61, 17854—17865


https://doi.org/10.1038/nmat3545
pubs.acs.org/IECR?ref=pdf
https://doi.org/10.1021/acs.iecr.2c03245?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.energyfuels.2c03120?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acs.langmuir.3c00195?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsaem.2c02777?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
http://pubs.acs.org/doi/10.1021/acsanm.2c03995?utm_campaign=RRCC_iecred&utm_source=RRCC&utm_medium=pdf_stamp&originated=1704246501&referrer_DOI=10.1021%2Facs.iecr.2c03245
https://preferences.acs.org/ai_alert?follow=1

