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Abstract: The as-prepared (Co3z04) and hydrazine-treated (CozO4(H)) cobalt catalysts were prepared
using the precipitation method and evaluated at a temperature range of 40-220 °C for preferential
oxidation (PROX) of CO in excess hydrogen. An improved surface reducibility with smaller crystallite
size was noted on hydrazine-treated cobalt species (i.e., Co3O4(H) catalyst), which indicates some surface
transformation. This finding correlates with the surface roughness formation (as depicted by scanning
electron microscope (SEM) and transmission electron microscope (TEM) data), which was further
confirmed by an increase in the Brunauer-Emmett-Teller (BET) surface area. The mesoporous structure
of the Co304(H) catalyst remained intact, as compared to that of the Co304 catalyst. Interestingly, the in
situ treatment of the standalone Co3O4(H) catalyst decreased the maximum CO conversion temperature
(T100%) from 160 °C (over Co304) to 100 °C, with good selectivity. The Co3O4(H) catalyst showed good
stability, with approximately 85% CO conversion at 100 °C for 21 h, as compared to a faster deactivation
of the Co30y catalyst. However, the Co304(H) catalyst was unstable in both CO, and the moisture
environment. Based on the evaluation of spent hydrazine-treated (CoO(H)) cobalt catalyst, the high
PROX activity is associated with the formation of Co>" species as confirmed by X-ray diffraction (XRD),
X-ray photoelectron spectra (XPS), and temperature-programmed reduction (TPR) data.
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1. Introduction

The adoption of hydrogen (Hj,) proton exchange membrane (PEM) fuel cells as source of energy of
the future can mitigate the impact of carbon emission to the environment [1]. PEM fuel cells are fueled
with Hj that is generally produced by steam reformation of methanol, and the produced gas generally
contains about 1% CO, which can poison the anode terminal [2,3]. The preferential oxidation (PROX)
reaction has attracted much attention because of its potential applications in selectively oxidizing CO,
reducing its concentration to less than 10 ppm without oxidation of excess hydrogen present [2—4].

A variety of noble metal-supported catalysts such as Pd, Pt [5-7], and nano Au [8,9] are promising
for CO PROX reaction. However, some of these catalysts are mainly active at a higher temperature
range (150-300 °C) with a lower selectivity to CO, and are not cost-effective as compared to a variety of
metal oxides. Furthermore, previous studies have shown that platinum group metals (PGMs) decrease
the activity of the metal oxide catalysts on CO PROX [5,10-12]. For example, Nguyen et al. [10]
reported higher selectivity of H, oxidation at a low temperature on a Pt surface than on Co30y4, due to
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a lower dissociation barrier of Hy on the Pt surface. Other researchers have shown that supported Pd
species suppress CO PROX activity due to the formation of 3-hydrides (which promotes moisture
formation and lower CO conversion) [11,13]. Supported metal oxide catalysts such as CuO/CeO; have
shown good PROX activity (approximately 100% CO conversion) at temperatures ranging from 110
to 160 °C [14-17].

However, cobalt-based catalysts such as CoO and Co30; (as standalone catalysts) have recently
attracted a significant amount of interest from the scientific community, due to their promising activities
in the absence [18] and presence of hydrogen [19,20]. The former (CoO) has exhibited good catalytic
activities in PROX reaction (in excess Hy) over a wide temperature range, as compared to other transition
metal oxides [19]. Such PROX activity was reported to be influenced by the tetrahedrally coordinated
Co?* species [19], although no supporting evidence was provided. In the absence of hydrogen, the high
CO oxidation activity is attributed to the surface oxidation of octahedrally coordinated Co?* species
within the CoO structure [18]. Although the view of Co3* as an active site for CO oxidation over Co30y
has long been reported through density function theory (DFT) studies [21] and recently confirmed by
X-ray absorption spectroscopy (XAS), near-ambient pressure X-ray photoelectron spectra (NAP-XPS),
SEM, TEM, and FTIR methods [20,22], this metal oxide was able to achieve 50% conversion, with
relatively low selectivity under PROX reaction at approximately 100 °C [18,19]. Furthermore, the catalyst
deactivates due to surface reconstruction, which hinders the redox cycle [23]. For the PROX catalysts
to operate effectively, the catalyst has to start working at room temperature and achieve higher activity
and selectivity at approximately 80-100 °C [24].

A variety of prepared metal oxide-supported catalysts have shown that pretreatment conditions
play a crucial role towards the formation of desired species and improved activities. For example,
previous [25] and recent reports [26,27] have indicated an improved CO oxidation activity of a catalyst
upon pretreatment with a reducing agent. In addition, a recent report indicated that the purity of
the prepared Co3O4 phase plays a crucial role toward high CO oxidation [22]. Such a variety of factors
have never been considered on metal oxide catalysts such as Co3O4 alone, towards PROX reaction.
Hence, the study was aimed at investigating the effects of pretreatment of Co(OH), species using
hydrazine (N,Hy) prior to formation of CozOy4 by calcination; and comparing with existing methods of
just calcining the Co(OH), at a specific temperature. The role of cobalt oxidation states and structure
of as-prepared and spent catalysts was investigated to elucidate the correlation with the observed
catalytic activities. Furthermore, the catalytic stability of the catalysts on PROX of CO in a dry, moisture,
and CO, atmosphere was evaluated for 21 h on stream at 100 °C.

2. Experimental Section

2.1. Preparation of Catalysts

A variety of Co30y catalysts were prepared using the precipitation method following the procedure
reported by Chen et al. [28], with modification. Briefly, the required amount of cobalt nitrate hexahydrate
(Co(NO3),. 6H0, Sigma Aldrich) was added to 100 mL distilled water and stirred for 30 min at room
temperature. Thereafter, 62 mL of 2 M sodium hydroxide (NaOH) solution was added dropwise with
vigorous stirring until pH 12 was reached. The mixture was stirred for 3 h at 70 °C and allowed to
digest for 1 h at room temperature. The resulting precipitates were filtered through suction filtration
and thoroughly washed with warm distilled water. The as-prepared Co(OH), precipitates were dried
at 80 °C for 24 h.

A portion of the precipitates were calcined in air at 300 °C for 4 h to form the Co304. The remaining
precipitates of Co(OH), were re-dispersed in 20 mL distilled water. Then, 100 mL of 0.1 M hydrazine
hydrate (N,H4-H,O) solution was added dropwise and stirred for 15 h at room temperature [27].
The resulting solid was collected through centrifugation, washed with distilled water, and dried
at 80 °C for 24 h. A portion of the solid formed which consists of a mixture of Co(OH), and CoO(OH)
(denoted as CoOxHy(H)) [29] was calcined at 300 °C in air for 4 h to form a Co304(H) catalyst.
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For comparison, a mesoporous hydrazine-treated CoO was prepared by reducing the CozO4(H) in
a mixture of 5% Hj balanced helium at 250 °C for 1.5 h (600 mg Co30y4, 30 mL-min™1) [18]. A simplified
representation of the synthetic process of all catalysts is illustrated in Scheme 1 below.

2 M NaOH
Co(NGO3)2.6H20 in e . | Co(OH):
distilled water With stirring, 70 °C

Filter, dry at

80C
Calcined CosOs
300 °C, 4h (@)
CoOxHy(H) 0.1 M N2H4 Dispersed in 20 ml .
4 ol 2
Filter, dry at 80 °C 15h distilled water 3] T
o) I3
©
Calcined
300 °C, 4h CoO
Co304(H) 5% H2/He CoO(H) (c)
(b) 250 °C ' (d)

Scheme 1. Schematic representation of the synthetic strategy of (a) CozOy4, (b) Co304(H), (c) CoO,
and (d) CoO(H) catalysts.

2.2. Characterisation of Catalysts

The morphologies of the samples were observed using a JEOL JSM-5410V scanning electron
microscope (SEM) operating at an accelerated voltage of 15 kV. Transmission electron microscope
(TEM) images were obtained using the TECNAI 20 TWIN electron microscope operated at 120 kV.
Powder X-ray diffraction (XRD) patterns were recorded on a Philips Analytical Powder X-ray B.V.
(Philips, Holland), PW3710 based diffractometer, with graphite monochromatized Cu-Ko radiation
(40 KV, 40 mA). The crystal diameter of cobalt species was estimated from the Scherrer equation
using the (311) plane diffraction peak. The Brunauer-Emmett—Teller (BET) specific surface areas of
the samples were measured via N, adsorption at =196 °C on a Micromeritics tristar II 3020 system.
Before the measurements, samples were degassed under air at 200 °C for 2 h. Thermogravimetric
analysis (TGA) was carried out at a heating rate of 10 °C/min from ambient temperature to 600 °C under
N; with a flow rate of 40 mL/min using an STA Perkin-Elmer 4000 (PerkinElmer, Waltham, MA, USA).
The Fourier transform infrared spectroscopy (FTIR) spectra of the samples were recorded using
a Spectrum II spectrophotometer (PerkinElmer, Waltham, MA, USA).

The X-ray photoelectron spectra (XPS) were acquired with an ESCA-3400 spectrometer
(Shimadzu Co. Ltd) equipped with a Mg K X-ray exciting source (1253.6 eV) operating at 10 kV
and 10 mA. All the elemental binding energies were referenced to the C (1s) line situated at 285.0 eV.
Hydrogen temperature-programmed reduction (H,-TPR) of the samples were carried out on
a Micromeritiscs Autochem II 2920 equipped with a thermal conductivity detector (TCD). The TPR
analysis was started by conditioning approximately 0.035 g of a sample under a flow of 10% O,/Helium
gas for 1 h. The TPR analysis was carried by flowing a 10% Hj/Argon gas through the samples,
while the temperature was raised linearly from room temperature to 900 °C at a heating rate of 10 °C/min.
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2.3. Catalytic Activity Tests

The catalysts were tested at atmospheric pressure for PROX of CO using a U-shape fixed bed
reactor (inner diameter of ~0.5 cm). Samples of catalysts (~200 mg) were placed in a quartz reactor
and heated at 40 °C under helium for 30 min at a flow rate of 20 mL-min~!. Afterward, the catalysts
were brought into contact with the feed composed of 1% CO, 1% O,, and 50% Hj, balanced with He,
at a total flow rate of 100 mL-min~! (equivalent to weight hourly space velocity of 30,000 mL-h~t.g™1).
The reactor temperature was monitored using a K-type thermocouple fitted close to the catalyst bed.
A moisture trap consisting of dehydrated copper sulphate was installed before gas chromatography
(GC) to remove moisture formed during the reaction. The reactants and reaction products were
separated by a Porapack-Q (50/20 mesh, 1/8 X 1.5 m) and the molecular sieve 5A (1.5 m) columns
and analyzed through online gas chromatography (DANI-GC) equipped with a thermal conductive
detector (TCD).

The CO conversion (Equation (1)) as well as the selectivity (Equation (2)) towards CO,
and (Equation (3)) HoO were calculated using the following equations:

X o [Co]in B [Co]out % 100% 1)
7 [co, ’
sco, = 0.5 X ( [COin [CO]O‘“) x 100% @)
02 . [Ozhn - [02]out
N [HZ}in - [HZ}out) o
SH,0 = 0.5x%x ( [Ozhn — [Oz}out X 100% 3)

where [COl;n, [Hzlin, and [Oz]i, are the inlet concentrations of CO, Hy, and O,, respectively; and [COJout,
[Hz]out, and [Oz]out are the outlet concentrations of CO, Hy, and O,, respectively.

3. Results and Discussion

3.1. Thermal and Structural Properties of Catalysts

Figure 1 shows the XRD patterns of Co(OH),, CoOxHy(H), Co304, Co304(H), CoO(H), and spent
CoO(H) catalysts. The XRD profile of CoOxHy(H) shows overlapping peaks at 26 values of 20 and 39°
(Figure 1b). This confirms that a transformation process from Co(OH), to CoO(OH) phases has
occurred [29] due to the oxidation of Co(OH), (Figure 1a). The XRD profile of Co304 (Figure 1c) reveals
the diffraction peaks at 26 values of 19.2, 31.2, 36.6, 38.9, 45.1, 55.7, and 59.5° that are assigned to (111),
(220), (311), (222), (400), (422), and (511) crystal planes, respectively [30-33]. The crystal planes are in
good agreement with the cubic spinel type Co304 phase (JCPDS Card No. 76-1802) [34-36].

Interestingly, the peak intensity at 36.6° 28 of Co3O4(H) (Figure 1d) has decreased substantially
as compared to the Co304 sample (Figure 1c). This peak decrease indicates the formation of smaller
crystallite sizes of the Co3O4 phase, as estimated using Scherrer’s equation. This clearly suggests
that some surface rearrangements have occurred, as evidenced by an increase in its surface area
(62.2 m?/g) (Table 1). This finding correlates with the surface roughness formation as depicted by SEM
and TEM data. The data correlate with the reported improved surface area of CozOy, upon calcination
of CoO(OH) [29]. The nitrogen adsorption—desorption isotherm data further indicate an increase in
the porosity and pore volume of Co3O4(H) (Table 1) following in situ reduction. The mesoporous nature
of Co304(H) phase remained intact, which is in agreement with the results reported by Li et al. [27] on
mesoporous CeO, support.

In order to evaluate the role of Co®" species on PROX reaction, a CoO(H) was prepared by
pretreating the CozO4(H) by 5% H, at 250 °C [18]. The prepared CoO(H) (Figure le) was indeed
confirmed by the presence of two prominent XRD peaks at 20 values of 36.6 and 42.7° [18]. The XRD
data of spent CoO(H) (Figure 1f) show the re-emergence of a (200) plane (which is the characteristic
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profile of Co3Oy) upon using the catalyst in PROX of CO. This clearly supports the notion that Co**
species is transformed into Co3* species during PROX reaction as noted elsewhere [18].
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Figure 1. The XRD patterns of (a) Co(OH),, (b) CoOxHy(H), (c) Co304, (d) Co304(H), (e) CoO(H),
and (f) spent CoO(H) catalyst.

Table 1. The effect of pretreatment on the crystallite size and surface area of the as-prepared samples.

SBET Pore Volume Pore Size  Average Crystallite o b Maximum CO
Catalyst (mz/g) (cms-g‘l) (nm) Size (nm) Tmax (°C) Conversion (%) b
Co304(H) 62.2 0.158 9.95 20.0 120 98.1
CoO(H) 56.6 0.184 13.0 11.4 140 98.5
Co304 49.7 0.137 11.3 23.2 160 96.7

2 Average crystallite sizes were estimated from the (311) plane of XRD patterns. P Tay is the temperature achieving
the maximum CO conversion. Reaction conditions: 1% CO, 1% O,, and 50% H,, balanced with He, at a total flow
rate of 100 mL-min~! (equivalent to weight hourly space velocity of 30,000 mL-h~1-g™1).

The stability of formed CoOxHy (H), Co30y4, Co304(H), and CoO(H) catalysts were investigated
by means of TGA under a nitrogen gas atmosphere at a heating rate of 10 °C/min, as shown in
Figure 2. The TGA profile of CoOxHy(H) (Figure 2a) show loss of water and oxygen molecules (~12.3%)
starting from 240 °C, which indicates transformation to CozO4. Similar behaviors were reported
elsewhere [37,38], during the transformation of CoO(OH)/Co(OH), to Co3O; in the presence of ambient
air/helium. However, the Co30, (Figure 2b) and Co304(H) (Figure 2c) samples remained relatively
stable up to 600 °C. This clearly indicates that the calcination process undertaken after in situ reduction
completely transformed all cobalt species to a spinel Co3O4 phase. The TGA profile of CoO(H) initially
showed a weight loss of 3.6% at 100 °C (the catalyst was not pretreated prior to analysis, and hence,
the weight loss is due to the presence of moisture) (Figure 2d) which remained relatively stable up
to 600 °C.

The XPS data in Figure 3 show the Co 2p spectra of Co304, Coz04(H), and CoO(H) catalysts.
Two prominent peaks (at approximately 780.8 and 796.2 eV) with the absence of satellite peak at 786 eV
are due to the presence of Co®" and Co?* species within the Co30y spinel (Figure 3Ba,b) [39,40].
The XPS data of CoO(H) was confirmed by the presence of a small satellite peak at 786 eV (Figure 3Bc).
However, the XPS data of Co304(H) (Figure 3Bb) catalysts show similar features as those of Co304
(Figure 3Ba), which indicates that treatment with hydrazine did not alter/lower the oxidation state.
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Figure 3. The X-ray photoelectron spectra (XPS) spectra of (a) Co30y4, (b) Co304(H), and (c) CoO(H)
catalyst. XPS survey spectra (A) and oxidation state (B) of samples.

In order to understand the role of Co®*, the activities of CoO(H) catalysts were monitored during
PROX reaction at different temperatures. The XPS spectra for Co 2p (A) and O 1s (B) of unspent
and spent CoO(H) catalysts (used in CO PROX reaction starting from 40 to 160 °C with an interval of
20 °C) are presented in Figure 4. The observed main peak of Co 2p3); at 779.4 eV and its satellite peak
at 785.5 eV (Figure 4, unspent catalyst) indicate that the surface phase of the catalyst is CoO [39,40].
A decrease in intensity of the Co 2p peaks and their satellite peak was observed when the catalyst was
used for PROX at 40 °C (Figure 4A), and further decreased with an increase in reactor temperature (up
to 100 °C). The XPS data of the catalyst at 100 °C show the absence of the satellite peak, which confirms
the formation of a CozOy spinel structure. These XPS data (Figure 4B) suggest that a transformation
from Co?* to Co®" species has occurred, which supports the XRD data (Figure 1f). These findings
are supported by the data recorded by Nguyen et al. [10], who noted the presence of a Co3O4 spinel
structure during PROX. This structural change was also suggested elsewhere under CO oxidation [18].
Interestingly, above 120 °C under PROX, the satellite peak seems to re-emerge, which could be due to
the effects of temperature.
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The O 1s spectra of CoO(H) (Figure 4B) shows one sharp peak at 529.5 eV and two weak shoulder
peaks at 531.2 and 533.3 eV. The high binding energy shoulders are assigned to nonstoichiometric
oxygen atoms [41,42] and were defined to be oxygen atoms around oxygen vacancies in the surface
lattice [10]. The main peak at 529.5 eV is due to the stoichiometric oxygen atoms of the catalyst
surface [10]. Upon exposure to PROX gases, the two shoulder peaks become more visible and remain
the same even at higher temperatures. Interestingly, the catalyst spent at 100 °C (Figure 4B) shows that
the shoulder peak at 531.2 eV has broadened, while that at 533.0 eV has weakened. This can easily
be linked with the formation of a spinel structure, as indicated above. The observed results suggest
that the surface oxygen vacancy increased during PROX, which differs from the results reported
by Nguyen et al. [10]. This could be due to the H; pretreatment temperature, as well as hydrazine
treatment effects.

(100 °C)

(80°C)
(100°C)

(80°C)

Counts (a.u)
Counts (a.u)

(un-spent)
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Binding energy (eV) Binding energy (eV)

Figure 4. The XPS spectra of (A) Co 2p, and (B) O 1s of unspent and spent (at different temperatures)
CoO(H) catalysts on PROX of CO.

The transformation of the catalysts was further investigated using H»-TPR, as shown in Figure 5.
The Co30, (Figure 5a) exhibited two main broad peak maxima at 263 °C (with an area of 1260,
as shown by the deconvolution of TPR peak, insert) and 326 °C (with an area of 1590), which belong to
the stepwise reduction of Co304 — CoO — Co [43]. Other researchers have reported a similar reduction
trend of Co30y4, and this was found to depend on the calcination temperature and the morphology
of the materials [44,45]. The reductive pretreatment of the Co304 by hydrazine (Figure 5b) lowered
the reduction maxima from 263 to 220 °C (Co304 — Co00). This clearly demonstrated that hydrazine
does not eliminate the higher oxidation state of CozO4 but rather changes the surface reducibility of
the catalyst. A slight decrease in the peak area (884) of the Co3O4(H) (Figure 5b) suggests that a smaller
amount of Co®* species was reduced.

The CoO(H) catalyst (Figure 5c) shows an initial broad peak at 204 °C, which can be attributed to
the reduction of octahedrally coordinated Co3* species, and the second broad peak with a maximum
at 338 °C is attributed to the reduction of tetrahedrally coordinated Co?* species [43]. The TPR of
CoO(H) (Figure 5c) indicated the absence of a Co®* peak, as determined by deconvolution of its
TPR profile (which gave a negligible amount of area under the peak). The last intense broad peak
which shows a reduction profile from 373 to 612 °C is attributed to octahedrally coordinated Co?*
species within the CoO(H) catalyst. This indeed confirms that CoO(H) was successfully prepared,
and the data is well supported by both XRD and XPS profiles. The TPR profile of a spent CoO(H)
(Figure 5d) shows a lower reducibility of the catalyst (at approximately 267 °C, with an area of 1656),
which clearly resembles the reduction profile of the CozO; spinel structure. The overall results suggest
that some Co?* (octahedral sites) were converted to Co®* (octahedral sites) during PROX reaction
(as relatively confirmed by XRD data). This supports the results reported on CO oxidation [18].
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Figure 5. The TPR profiles of (a) Co30y, (b) Coz04(H), (c) CoO(H), and (d) spent CoO(H) catalyst.
Insert: Example of deconvoluted TPR peak profile of CozOy.

The FTIR spectra of Co304, Co304(H), and CoO(H) samples are shown in Figure 6. The FTIR
profile of as-prepared Co304 and Co304(H) samples (Figure 6a,b) displayed two distinct and sharp
bands at 547 and 651 cm™!, which originate from the stretching vibrations of the metal oxygen bond
(Co-0) [35,38]. The band at 547 cm™! is assigned to the octahedral arrangement of Co®*, whilst
the band at 651 cm™! is due to Co?* placed in the tetrahedral site [38]. Such an arrangement of Co>*
and Co?" ions at octahedral and tetrahedral positions, respectively, confirms the formation of spinel
Co304 phase [46]. This indicates that the same Co30, phase has been formed upon transformation
of CoOxHy(H) by calcination, which is consistent with the XRD data. The intensive broad bands
at 1630 and 3347 cm™! are due to O-H stretching vibrations, interacting through the H bonds [35].
The formation of CoO(H) is confirmed by the formation of weak bands at 528 and 635 cm™~! (Figure 6d),
which originate from the stretching vibrations of the metal oxygen bonds (Co-O) [47].

The SEM and TEM images of CoOxHy(H), Co30,4, Co304(H) and CoO(H) samples are shown
in Figure 7. The SEM image of CoOxHy(H) (Figure 7a), indicates the presence of hexagonal
platelets and rod-like morphology [48]. The TEM image (Figure 7al) confirmed the presence of
a hexagonal shapes overshadowed by some porous layer [48,49], in agreement with the XRD data.
The SEM image of Co304(H) (Figure 7c) indicated even more formation of hexagonal platelets upon
calcination. This image resembles the SEM image of the Co304 (Figure 7b), although this image shows
the presence of a few rod-like morphologies. This suggests somehow that in situ reduction might
have assisted in the transformation of rod-like to hexagonal platelet morphology during calcination.
The overall structure remained intact, upon reduction by hydrazine, which correlates with the report
by Chen et al. [48]. The report by Liu et al. [29] noted an increase in surface roughness of the Co3Oy,
which is in agreement with this paper’s SEM and TEM data. Furthermore, the TEM image of both
the Co304 (Figure 7b1) and Co304(H) samples (Figure 7c1) shows some highly porous aggregates
of nanoparticles with a relatively uniform size distribution of 15 to 20 nm. This distribution is well
aligned with the XRD data of the two samples. Moreover, the phase identification as shown in
Figure 7d indicates the presence of lattice fringe spacing of 0.24 nm (311) [50,51] and 0.28 nm (220),
which confirms the characteristic lattice structure of Co304 [50].
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Figure 6. The FTIR spectra of (a) Co30y, (b) Co3O4(H), and (c) CoO(H) catalyst.

Figure 7. Cont.
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Figure 7. The SEM (a, b, and c) and TEM (al, b1, and c1) images of (a) CoOxHy(H), (b) Co30y,
(c) Co304(H) and (d) the high resolution TEM image of Co3Oj.

3.2. Catalytic Activity for PROX of CO Reaction

3.2.1. Catalytic Performance of Various Cobalt Species on PROX of CO

The data in Figure 8 show the temperature dependence catalytic activities of (a) CoOxHy(H),
(b) Co304 and (c) Coz04(H) catalysts for PROX of CO. The CoOxHy (H) catalyst (Figure 8Aa) initially
showed 18% CO conversion at 40 °C, which then drastically increased to 72% as temperature was
increased. The catalyst had a maximum CO conversion at 120 °C. The Co30O4 catalyst (Figure 8Ab)
showed a lower activity at lower temperature; however, its activity improved with temperature.
Eventually, the catalyst had a maximum CO conversion at 160 °C. Such an increase is attributed to
a transformation of Co(OH); into a spinel Co3Oy4 phase by calcination at 300 °C, as evidenced by
structural changes on TEM and SEM data. The TGA profile of as-prepared Co304 also showed a stable
phase within the temperature range, explored on PROX reaction. The catalyst had a slight decrease
in conversion and selectivity (Figure 8A, B) above 160 °C, which can be associated with moisture
formation [52].

Interestingly, the Co304(H) catalyst (Figure 8Ac) showed an exponential increase from 40 to
80 °C and a drastic change to 100% conversion at 100 °C, with good selectivity. In situ reduction
decreased the maximum CO conversion temperature (T1gge,) from 160 (over CozOy catalyst) to 100 °C
(Figure 8Ac). The T1gge, of standalone Co304(H) catalyst is well comparable/above (with) the activity
of CuO-—ceria catalysts, as reported elsewhere [14-17], and better off in terms of selectivity. An average
of 98% CO conversion falls within the fuel cells operating temperature window [24]. The PROX
activity of the Co3O4(H) catalyst is consistent with the suggestion made by Boyd et al. [25], though on
different systems (i.e., for the need of partially reduced gold state). Although some in situ reduction
has occurred, on the Co3;O4(H) catalyst, the FTIR data do not show peak ratio differences. Similarly,
the XPS results do not provide clear dependents of PROX reaction on the oxidation state of cobalt.
However, the TPR data indicate that hydrazine did not completely eliminate the higher oxidation state
of Co304 but improved the surface reducibility/properties of the catalyst.

Several studies [53,54] and a recent finding [48] have attributed an enhanced activity of
p-nitrophenol reduction over the reduced Co30; catalyst, to the oxygen vacancies created during
surface reduction process. It is therefore expected that the high PROX activity observed over Co3O4(H)
could easily be associated with the created oxygen vacancies [55]. In addition to the oxygen vacancy
created, the BET data showed an improved specific surface area and pore volume (Table 1) upon
reduction. The catalyst had almost 100% selectivity to CO, from 40 to 120 °C, which was followed
by almost 6% decrease at 140 °C (Figure 8Bc). The catalyst showed almost zero H, conversion
and selectivity towards moisture (Figure 8C,D). The CozO4(H) catalyst outperformed the PROX activity
of the Co304—CeQ,, catalyst reported by Arango-Diaz et al. [24]. This reduces the needs of bimetallic
oxides catalysts, which could result in lower catalyst costs.
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Furthermore, in order to understand the origin of the PROX activity of the Co3O4(H) catalyst,
a comparison was conducted using the as-prepared CoO and CoO(H) catalysts (this was achieved
by further reducing the Co304(H) catalyst in 5% Hjy/He at 250 °C, as indicated under methodology).
Interestingly, the data show that the formed CoO(H) catalyst (Figure 9Ac) performed better than both
pure CoO (Figure 9Aa) and Co304(H) (Figure 9AD) at a low temperature region. However, the activities
of the three catalysts were also comparable at higher temperatures. The higher activity of CoO(H) is
attributed to its transformation to CozO4 upon exposure to PROX gases (starting from 40 °C). This was
clearly demonstrated by XPS data, which indicated a transformation of octahedrally coordinated Co?*
species to octahedrally coordinated Co®* species (in the presence of PROX gases). This was further
confirmed by the TPR and XRD profiles of spent CoO(H) catalyst. This behavior supports the reported
oxidation of an octahedral Co?* species, which resulted in high CO oxidation [18].
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Figure 9. The CO conversion (A) and CO, selectivity (B) of (a) CoO (m), (b) Co304(H) (@), and (c) CoO(H)
(A) catalysts.
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3.2.2. Effects of Temperature, Moisture and CO; on the Stability of Either Co3O4 or Co304(H)

The results for the effects of temperature, moisture (by bubbling He gas through water vessel
at20 mL-min~!, at room temperature), and CO; in the feed are presented in Figure 10. The Co30; catalyst
gave approximately 68% CO conversion, which deactivated with time on stream at 100 °C for 21 h
(Figure 10Ba). However, the CozO4(H) catalyst produced 100% CO conversion, which remained
the same for almost an hour (Figure 10Bb). Thereafter, the catalyst activity decreased to 85%
(after 160 min), which was accompanied by steady fluctuations for almost 21 h (Figure 10Bb).
Interestingly, as a function of temperature (Figure 10A), the introduction of moisture in the feed of
Co304(H) gave almost the same activity as that of the dry condition. The activities of this catalyst
remained almost unchanged (for a temperature up to 220 °C), which indicates very good stability.
However, when the catalyst operated on stream at 100 °C (Figure 10Bc), it immediately deactivated
from 100% to approximately 70% CO conversion and remained fluctuating steadily for almost 21 h.
These data are consistent with the report by Li et al. [27], who noted a stable and high CO oxidation
at high temperatures, hence avoiding the phenomenon of H,O capillary condensation. The stability of
Co304(H) under a dry condition can well be attributed to in situ reduction as compared to the Co3O4
catalyst, which seems to lose activity much faster.

The catalytic activity of the Co3O4(H) catalyst in the presence of 15% CO; in the feed showed
a sudden decrease from 75% CO conversion within 5 min at 100 °C (Figure 10Bd). As time progressed,
a steady decrease to 27% CO conversion was observed. The decrease in CO conversion can be associated
with a competitive effect between CO and CO; that hinders the redox circle Co%*—Co?* [24].

100+ (A) 100-;‘,“(3)

90+ 904 {,*,., ,A.

80 80 WP by — T
s 70 5
4 604 2 —=—(a) Co,0,
o o —e—(b) Co,0,(H)
= 50+ -— = (¢) Co,0,(H) moisture
8 40] 8 —v—(d) Co,0,(H) CO,
Q 30 0 T
Q 55 O \
Q ] —m—(a) Co,0,(H) Q -
= 10+ —:— (:) CZ;O‘(H) moisture & —

————T——T——T T 0 T r A— 7 T T
40 60 80 100120140160 180200220 200 400 6002001220 12401260

Temperature (°C) Time on stream (min)

Figure 10. The effects of moisture as a function of temperature (A) and time on stream at 100 °C (B):
Effects of moisture (c) and CO; (d) on the stability of either CozO,4 (®), or Co3O04(H) (@) (B).

4. Conclusions

The Co304 and CozO4(H) catalysts were successfully prepared using the precipitation method
prior to calcination at 300 °C. Both the CoO and CoO(H) catalysts were prepared by reducing Co3O4
and Co304(H) by 5%H;/He, respectively. The structural compositions of the catalysts were confirmed
by XRD, FTIR, XPS, TPR, and TGA data, with the activity of the catalysts investigated under PROX
reaction. The XRD and TPR data of the Co304(H) catalyst indicated that a surface transformation
occurred, as confirmed by an increase in the BET surface area. Interestingly, the mesoporous structure
of the catalyst remained intact, as compared to that of the Co3zO; catalyst.

The PROX data of CozO4(H) catalyst had 85% CO conversion (with good selectivity) at 100 °C,
under dry conditions, which remained stable for over 21 h. The catalyst activity increased with
temperature, especially within the fuel cells temperature window. This activity correlated with
the surface properties of the catalyst and showed a very low moisture formation at temperatures
above 120 °C. A relatively similar activity with good stability was observed under a moisture-rich
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condition, avoiding the H,O capillary condensation phenomenon. The data indicated that the CozO4
catalyst is unstable and deactivated with time on stream at 100 °C. The PROX activity of the Co304(H)
catalyst in the presence of moisture deactivated from 100 to 70% and remained fluctuating steadily
for almost 21 h. The Co304(H) produced approximately 75% CO conversion in the presence of CO,,
which deactivated as time increased. Surprisingly, the PROX of CoO(H) indicated that the catalyst
is highly active at a low temperature range, which correlated with the formation of Co®" species
as confirmed by TPR and XRD data.
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