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Abstract: Nickel-cobalt bimetallic catalysts supported on high surface area graphite with different
Ni:Co ratios (3:1, 2:1 and 1:1) and the monometallic Ni and Co were prepared by wetness impregnation
method. The catalysts were tested in hydrodeoxygenation (HDO) of guaiacol in the liquid phase
at 50 bar of Hy and 300 °C. The materials were characterized by N, adsorption—desorption, XRD,
TEM/STEM, H,-TPR, and CO-chemisorption to assess their properties and correlate them with the
catalytic results. The activity was higher on the bimetallic catalysts and followed the trend NiCo,.1/G
~ NiCo3.1/G > NiCo1.1/G > Co/G > Ni/G. Also, selectivity results showed that Ni was more active in
the hydrogenation favoring cyclohexanol production from phenol, while this was inhibited on the
Co-containing catalysts. Hence, the results showed that synergy was created between Ni and Co and
that their interaction, properties, and catalytic performance depend on the metals’ ratio.

Keywords: nickel; cobalt; bimetallic; hydrodeoxygenation

1. Introduction

Cyclohexanol and phenol are starting materials for producing fuels and plastics such as nylon.
These compounds are currently produced mainly by catalytic oxidation of cyclohexane obtained from
fossil sources. An alternative to this process is the hydrogenation of biomass-derived compounds,
such as those obtained from lignocellulosic wastes. This kind of waste is mainly polymers composed
of different monomers, such as coumaryl, coniferyl, and sinapyl, and can be converted into several
phenolic compounds through different processes [1-5]. These phenol compounds possess at least
one methoxy group that needs to be removed before hydrogenation. For that purpose, guaiacol
is one of the most studied model compounds, since it has one hydroxyl and one methoxy group.
Hydrodeoxygenation of guaiacol has been extensively studied [4,5], and several catalytic systems
have been investigated. Noble metal has been shown to be highly active and led mainly to fully
hydrogenated compounds [6-8]. Sulfides, phosphides, nitrides, and carbides have proved to be an
efficient catalyst for the obtention of aromatics [9-15]. Non-noble metal has attracted the attention of
the obtention of cyclohexanol, especially nickel-based catalysts [16-18]. Cobalt-based catalysts have
been studied less, but have been found to be active for HDO reactions [19-22].

Even though nickel-based catalysts were quite active for the obtention of cyclohexanol, in HDO
conditions, catalysts suffer from deactivation [23-26]. Deactivation of the HDO catalysts generally
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occurs by coking, metal leaching, or sintering [27,28]. To prevent the sintering of the particle, one of
the solutions is the use of bimetallic systems [29].

Bimetallic catalysts can improve the stability of the catalyst, and enhance the activity, selectivity
toward one product, or create a synergistic/bifunctional effect that would lead to a new reaction
pathway. For instance, the addition of Cu to Ni has been shown to diminish the Ni particle size, leading
to a decreased hydrogenolysis and deoxygenation reaction [30]. In contrast, the addition of Fe to Ni
has shown that over the alloy formed, the C-O cleavage was energetically easier than the monometallic
Ni [31,32]. In NiRu bimetallic systems, selectivity toward phenol and the corresponding rate was
enhanced compared to monometallic systems [33]. Finally, bimetallic Ni-Co has also been investigated
over NiCo/HZSM-5 catalyst, Co was able to strongly stabilized the active Ni sites [34], while over
NiCo/Al-MCM-41, the addition of Co could result in better dispersion of the NiO particle leading to a
higher HDO activity [35]. On the other hand, in the aqueous phase, bimetallic NiCo supported over
Al,O3, and ZSM-5 has shown that the addition of Co to Ni improved not only the metal dispersion,
but also the reducibility and acid sites, enhancing HDO activity [36].

All the NiCo bimetallic catalysts studied involve acidic support, and the synergistic effect between
the metal and the support has been discussed and proposed to be helpful for guaiacol HDO. To remove
the effect of acid-base properties provided by the support and get some insight into bimetallic systems,
the present work aimed to study the effect of the addition of Co to Ni catalysts on inert supports
like carbon materials. High surface area graphite was used as support. Moreover, inert support is
more stable under reaction conditions since more acidic supports are more prone to react with coke
precursors [37,38].

2. Materials and Methods

2.1. Catalyst Preparation

Catalysts were prepared by wet impregnation of the support high surface area graphite (HSAG;
Timrex 400, supplied by TIMCAL, Bodio, Switzerland) using the corresponding amount of the
precursors’ Ni(NOg3); (99.9%, Sigma-Aldrich, Merck Group, Darmstadt, Germany) and Co(NO3),-6H,O
(99.9%, Sigma-Aldrich) dissolved in acetone. The metal loading was 15% wt. Ni, 15% wt. of Co in the
monometallic catalysts and 15% wt. total metal loading in the bimetallic catalysts, with Ni/Co molar
ratio of 3:1, 2:1, and 1:1. The materials were treated at 350 °C for 5 h under flowing Nj (50 mL min~!)
using a heating ramp of 1 °C min~!. The samples were previously reduced under H, (50 mL min!) at
300 °C for 4 h and then passivated under a mixture of 5% O/Nj for 1 h at low temperature (by using a
mixture of liquid nitrogen and isopropylic alcohol). According to this procedure, five catalysts were
prepared, which were labeled as Ni/G, NiCo1.1/G, NiCo,.1/G, NiCo3.1/G, and Co/G.

2.2. Catalyst Characterization

Textural properties were obtained from the adsorption—-desorption isotherm of Nj at =196 °C
using a 3-Flex instrument (Micromeritics, Norcross, GA, USA). The samples were previously degassed
at 300 °C for 4 h under vacuum using a SmartVacPrep instrument (Micromeritics, Norcross, GA, USA).
The surface area was determined from the adsorption branch in the range 0.05 < p/p” < 0.25 using the
Brunauer-Emmett-Teller (BET) theory [39]. Total pore volume was defined as the single-point pore
volume at p/p® = 0.99.

The crystalline phases present in these samples were determined from the X-ray diffraction
patterns (XRD). The diffractograms were recorded on a Polycrystal X'Pert ProPANalytical (EA Almelo,
The Netherlands) apparatus using Ni-filtered Cu K« radiation (A = 0.15406 nm) and a graphite
monochromator. For each sample, Bragg’s angles between 4° and 100° were scanned at a rate of 0.04°.

TEM was used to obtain information on the particle size and size distribution of metal NPs
on the different supports. TEM images were obtained with a JEOL JEM-2100F microscope (JEOL,
Tokyo, Japan) at 200 kV. The samples were ground and ultrasonically suspended in ethanol before
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deposition on a carbon-coated copper grid. The mean diameter d of Ni or Co particles was calculated
based on a minimum of 300 particles by using the equation:

d:Znicﬁ/Znidiz )

where n; is the number of particles with diameter d;.

Temperature programmed reduction (TPR) of fresh catalysts was performed using the
Micromeritics 3Flex instrument coupled with a mass spectrometer (Cirrus 2, MKS Spectra Product,
Andover, MA, USA). Typically, 15-30 mg of the catalyst in a quartz reactor was heated gradually at
10 °C min~! until 1050 °C in a mixture of 5% Hp/Ar (100 mL min~!). A cold trap (liquid nitrogen with
isopropanol) was placed between the reactor and the thermal conductivity detector (TCD) to remove
water formed during reduction. During the reduction, the products formed were also monitored in
parallel by a mass spectrometer and fragments m/z of 15, 28, 44, corresponding to CH,, CO, and CO,,
were recorded. The H,O signal (m/z = 18) was also monitored to ensure that the complete removal of
water occurred. TCD signal was calibrated using a standard material, AgO, provided by Micromeritics
to quantify the H, consumption during the TPR.

Chemisorption uptakes of CO were measured at 35 °C using a Micromeritics 3-Flex instrument.
Typically 30-50 mg of passivated catalyst was first degassed at 110 °C (10 °C min~!) for 30 min and
then reduced at 300 °C at 1 h.

The calculation of the average crystallite size of a spherical crystal d was carried out according to
Equation (2), wherein Sy, is the metal surface area calculated from Equation (3) in m? g™ and pp, the
metal density in g m™ (8.9 g cm ™3 for Ni and Co):

d= 6/(Sm-Pm) (2)

Sm = Fs.nm.NA,ACO (3)

where Fs is the stoichiometry factor between CO and the metal, n, the number of mol of CO adsorbed,
N Avogadro’s number, and Aco the cross-sectional area of CO (0.125 nm?)

2.3. Catalyst Activity Measurement

Catalysts were evaluated in a 100 mL stirred-batch autoclave set-up (Parr Model 4590,
Moline, IL, USA) at 300 °C, stirred at 645 rpm, and under a hydrogen pressure of 5 MPa for 4 h. Then,
0.200 g of catalysts were added to a mixture of 2 mL of guaiacol (reagent grade from Sigma-Aldrich,
Merck Group, Darmstadt, Germany), 700 puL of hexadecane (reagent grade from Merck Group,
Darmstadt, Germany) as an internal standard, and 75 mL of dodecane as a solvent (reagent grade from
Sigma-Aldrich). First, the reactor was purged with a nitrogen flow for 10 min with a (100 mL min™')
prior heating. Once the reaction temperature was reached, a first sample was collected, with no
previous addition of Hj to ensure no guaiacol conversion. The beginning of the reaction was assumed
to be when the H, was introduced into the reactor. During the reaction, hydrogen was added to keep
the pressure constant. Liquid samples were periodically collected during the reaction and quantified
by a Shimadzu (GC-2010 Plus, Kyoto, Japan) gas chromatograph equipped with an Elite-1 column
(Perkin Elmer, 30 m X 0.32 mm, film thickness of 0.25 um). Under such conditions, the reaction rates
were not limited by internal or external mass transfer [40]. Conversion (4) and product selectivity (5)
were defined according to the following formula:

0
nGU AT NGUA

Conversion (%) = ————— 4)
NGua
.. Nproduct i
Selectivity (%) = =——. 100 (5)

Y Nproducts
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where n’;ya and ngua correspond, respectively, to the molar quantity measured att = 0 and t,
respectively, and nproduct # is the molar quantity of a product i

The initial reaction rate ry (mol g~! s™!) was calculated from the initial slope (b) of the conversion
vs. time plot (s™H according to the Formula (6):

b x HOGU A
fo = — U (6)
where m (g) is the mass of the catalyst.

Mass balance was about 90% and was determined by comparing the conversion calculated from
guaiacol disappearance to that from product formation.

The turnover frequency (TOF, h™!) was defined as the number of mol of guaiacol converted per
hour and per surface metallic site of the catalyst. The active sites were considered the total number
of metal atoms on the surface, Mg, which was calculated according to Equation (7) for each metal
as a function of the metal atoms, My, and the metal dispersion, D. Where the metal dispersion was
calculated by Equation (8):

Ms = M;D (7)

D = (6Ns-My)/(p-Na-d) ®)

where p is the density of the metal (8.9 g/cm® for Ni and Co); N is the number of atoms at the surface
per unit area, which has been considered as 1.54 x 10! m~2 for Co and Ni; My, is the atomic weight
of the element; and Ny is Avogadro’s number, and the average particle size is determined by TEM,
considering that the particles are spherical.

3. Results

3.1. Catalyst Characterization

Textural properties were measured by Ny-physisorption, the isotherms obtained for the catalysts
and support are presented in Figure 1, and the data are summarized in Table 1.

—n—G
—e—Co/G
—A—Ni/G
—v—NiCo, /G
—+—NiCo, /G
—<—NiCo, /G

Quantity Adsorbed (mL/g)

1.0

Relative Pressure (p/p°)

Figure 1. N;-sorption isotherm obtained for the support and the prepared catalysts.

The figure shows that all the materials exhibited a type IV isotherm with an H4 hysteresis loop
corresponding to mesoporous materials with slit-type pores.

The surface area obtained for the catalysts was systematically lower than the support alone,
which was expected as the catalysts were composed of 85% wt of support. However, if the metal was
well-dispersed on the support, the surface area should have been around 360 m? g~!. Such surface was
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not reached in any catalyst and indicates that the structure’s changes have occurred, probably due
to partial pore-blocking promoted by the metal. This effect was more pronounced in the case of the
Co/G catalyst, while in the case of the Ni/G, NiCo1.1/G, and NiCo,.1/G, a similar external surface area
decrease was observed.

Table 1. Physico-chemical properties of the resulting catalysts.

G NI/G NiC03:1/G NiCOz:l/G NiCOlzl/G CO/G
Sger (m? g7 1) 422 272 289 260 254 194
Vp (mL g1 0.62 0.46 0.51 0.50 0.50 0.33
CO uptake (umol g1) - 311 81 104 123 9
Particle CO-chem. - 8 31 24 20 25
size (nm) TEM - 7+1 9+1 11+2 5+1 7+1

The XRD diffraction patterns of the catalysts are shown in Figure 2. Besides the characteristic
diffraction peaks of graphite at 26.1°, 43.3° and 54.0° corresponding to the hkl (002) (100) and (004),
diffractions ascribed to the metal could be observed. The monometallic catalyst Ni displayed the
characteristic Ni’ peaks at 44.4°, which overlapped with that of the (100) diffraction of graphite at 51.8°
and 76.4°, corresponding to the diffractions in the (200) and (220) crystalline planes of the fcc phase,
(JCPDS 04-0850). Even though diffraction of the (200) plane of NiO phase may have overlapped with
that of graphite at 43.3°, the absence of the diffraction peaks at 37° and 64° from NiO seems to indicate
that nickel oxide was mostly absent.

v Ni° and/or Co°
% CoO

v *
: C0304 v

Ni/G

NiCo, /G

Intensity (a.u.)

T T T T T T T T T T T T T T T T
25 30 35 40 45 50 55 60 65 70 75 80
20

Figure 2. Diffractogram obtained for the support and the prepared catalysts.

On the other hand, monometallic Co catalyst displayed the diffraction peaks of Co” at 45.9° (111),
which overlapped with that of graphite at 43.3° and that at 26 of 53.5° due to the plane (200) was
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insinuated (JCPDS 88-2325), along with those of the Co3Oy at 36.6° (311) (JCPDS 42-1467) and CoO at
42.7° (200) (JCPDS 78-0431). Although the samples were shortly exposed to air (see Sections 2.1 and 2.2),
the presence of the CozO4 phase could be indicative of an incomplete reduction during the activation
of the catalysts.

As far as bimetallic samples are concerned, Ni and Co have very similar molecular weight and fcc
crystal lattice, making the comparison of bimetallic diffractograms challenging.

The bimetallic Ni-Co catalysts showed three major diffraction peaks at around 44.3-44.7°,
51.6-52.1°, and 76.1-76.5°, which corresponded to the (111), (200), and (220) crystalline planes of either
pure metals or Ni-Co alloy (PDF [01-074-5694) [41]. The maximum of each diffraction peak shifted to
lower diffraction angles upon increasing cobalt content as the dotted lines evidenced, which could be
due to the partial replacement of Ni to Co, leading to the formation of Ni-Co alloy or the interaction
between Ni and Co [42]. Since the diffraction peaks of pure Ni and Co overlap with those of the Ni—Co,
the presence of individual entities Ni or Co cannot be ruled out. Moreover, in the bimetallic samples,
no clear diffractions could be observed due to nickel or cobalt oxides.

Figure 3 displays the TEM images obtained for each catalyst and the corresponding average particle
size distribution. The figure shows that in the case of the monometallic catalysts, similar particle size
distribution was obtained. The average was centered at 7 nm in the case of Ni and 8 nm for Co.

In the bimetallic catalysts, the average particle size distribution changed depending on the Ni:Co
ratio. The addition of Co to Ni resulted in an increase of the average particle size compared to pure
Ni catalyst for the ratios of 3:1 and 2:1. Interestingly, in the NiCo1.1/G catalyst, the smallest average
particle size was obtained (ca. 5 = 1 nm).

CO chemisorption was carried out to evaluate the metallic particle size of each catalyst.
The stoichiometry factor considered was one with a spherical morphology as observed by microscopy.
Results are presented in Table 1 and are in good agreement with TEM results for Ni but differ strongly
with the results obtained for Co, e.g., 25 nm by CO chemisorption vs. 8§ nm by TEM. An explanation
could be the different sensitivity of Co to CO chemisorption compared to Ni. For instance, Bartholomew
et al. have reported that the adsorption mode of CO on Co varied with the particle size [43], so that
the stoichiometric factor changes, leading to an underestimation of the particle size in the case of Co.
In bimetallic catalysts, the value was also underestimated and did not follow the same trend observed
by TEM. This suggests that, for these catalysts, CO chemisorption is not a suitable method to estimate
the particle size as CO chemisorption stoichiometry can be affected by the particle size.

Nonetheless, CO uptake presented in Table 1 can give some insight into the metallic-like character
of the bimetallic catalysts. For instance, if there were no interactions between Ni and Co, CO uptake
should continually decrease by increasing the amount of Co, since Co has been shown to weakly
chemisorb CO compared to Ni. However, in the present case, CO uptake obtained for all the bimetallic
catalysts were quite similar, and the uptake was close to the one measured for Co. This behavior
suggests that even a small amount of Co has inhibited the interaction between Ni and CO, suggesting
that Ni may have shared its electrons, leading to a lower metal-like character.

TPR analyses of the catalysts followed by TCD and coupled with mass spectrometry were carried
out to investigate those interactions further, and the results are presented in Figure 4.
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Figure 4. TCD profile (left) and MS signal of the m/z = 15 fragment (right) obtained for all the catalysts
during the temperature programmed reduction (TPR).

The TCD signal displayed, in all the cases, two distinct regions: one at low temperature
(below 300 °C) and another one at a higher temperature. According to the fragments followed by
mass spectroscopy, the evolution of m/z 28 or 44 was negligent in the whole experiment, and no other
compounds were found in the low-temperature range, indicating that the TCD signal in that region
can be associated with Hy consumption. In the case of the band at a higher temperature, the secondary
MS signal of CHy (m/z 15) was detected (Figure 4). This behavior has already been reported in the case
of other carbon-based supported nickel and cobalt catalysts and was ascribed to methanation of the
support [44-46]. The temperature at which the methanation reaction occurs depends on the active
species for the same support, and, as observed in Figure 4, it shifted to lower values, ca. 457 °C, for the
catalysts with 2:1 and 3:1 ratio and the monometallic Co. This can be related to either particle size,
the exposed active phase, or, as previously suggested to the strength of metal-support interaction [47].

According to the literature review, bulk NiO can be reduced at 365 °C [45]. By supporting NiO,
reduction temperature changes as a function of the interaction with the support, which depends mainly
on the particle size and surface chemistry [48]. The TPR of Ni/G showed a single well-resolved peak
at 185 °C and a shoulder at around 148 °C, which corresponded to the reduction in unreduced NiO
to Ni or the passivation layer. Furthermore, the narrow shape of the band suggests a homogenous
average particle size, in agreement with TEM results. The TPR of Co/G presented two broad bands at
192 °C and 265 °C, assigned respectively to the reduction of Co304 to CoO and the reduction of CoO to
Co [21].

The TPR profile obtained for the bimetallic catalysts was quite different depending on the
Ni/Co ratio. In the case of the ratio 3:1, two broad bands at 156 °C and 194 °C were observed.
The low-temperature band can be assigned to the reduction of NiO and/or Co30,, whose reduction
has been favored by the addition of the second metal. A similar shape was observed in the case of the
ratio 1:1, but at a higher temperature (ca. 209 °C and 271 °C). This shift can be assigned to the decrease
in the particle size, as observed for NiCoy.1/G catalyst by TEM. Interestingly for the NiCo,.1/G catalyst,
the profile obtained was similar to Ni alone but shifted to a higher temperature (ca. 204 °C with a
shoulder at 170 °C), and this change cannot be explained by changes in the particle size distribution
as the NiCo,.1/G catalyst presented the larger particle size. Thus, it is possible that the NiO particles
decorated and/or covered the Co particles, leading to a higher reduction temperature due to strong
interaction among them.

To further investigate the samples, STEM images with EDS analysis were carried out on NiCo1.1/G
and NiCo,.1/G catalysts, and the results are provided in Figure 5A,B, respectively.
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Figure 5. (A) Dark-field STEM image of NiCo1.;/G with the corresponding EDS elemental maps of the
highlighted area showing the chemical distribution of Ni (red), Co (blue); (B) EDS line-scanning of
NiCo,.1/G Ni (red), Co (blue).

EDS mapping of the NiCo1.1/G shows that this catalyst exhibited a homogenous distribution of
Co in the particle, while Ni particles appeared more agglomerated. The superposition of the mapping
of the two metals seems to indicate that individual Ni and Co particle were obtained together with
some Ni—Co particles. Among the Ni-Co particles obtained, it appears that different stoichiometry
could be obtained, some of the Ni—Co particles were stochiometric while others were Co or Ni-rich.
This evidenced that there was the formation of alloy and that the alloy obtained could present
different stoichiometry.

On the other hand, the results observed for NiCoy.1/G (Figure 5B) also indicate that both individual
Ninanoparticles (as shown by the line scanning), along with Ni-Co particles, in a proportion quite close
to the theoretical, exist. Those Ni-Co particles could be the results of alloys formation or core@shell.

To summarize, monometallic Ni and Co/G catalysts presented similar particle size distribution.
Ni exhibited a higher sensitivity to CO chemisorption than Co, suggesting a higher metal-like character.

For the bimetallic catalysts, the particle size distribution depended on the Ni:Co ratio. Particles
were larger for the 3:1 and 2:1 ratio, while for the 1:1 ratio, the particles obtained were smaller. On the
other hand, XRD, CO chemisorption, and TPR pointed out that there was some interaction between Ni
and Co that could result from an alloy formation. STEM-EDS analysis suggested the obtention of alloy
phases with different stoichiometry together with individual monometallic particles.
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3.2. Catalytic Properties

The different catalysts were evaluated in the guaiacol conversion at 300 °C, under 50 bar of Hj.
The initial rate of conversion, ry, and the TOF calculated are presented in Table 2. TOF was obtained
according to the metal surface estimated from particle size by TEM, as the CO chemisorption has been
shown to be not reliable for estimating the metal surface.

Table 2. Initial rate of guaiacol conversion and the turnover frequency (TOF) calculated for each catalyst.

Catalyst Ni/G NiCo3.1/G  NiCo0.41/G NiCo1.1/G Ni/G + Co/G (1:1) * Co/G
¥ (10 mol g~' s71) 8.0 21.6 16.9 23.5 115 19.9
TOF (h™1) 54 150 153 139 68 117

* Mechanical mixture of Ni/G and Co/G (1:1).

For the monometallic catalysts, Ni catalyst displayed a lower activity than Co catalyst.
This behavior has already been reported in other cases, such as Ni/Co supported over AI-MCM-41 or
Zirconium phosphate (ZrP) [22,49]. To better observe the effect of the bimetallic systems compared to
the monometallic catalysts, we have represented in Figure 6 the theoretically expected trend (dotted line)
if there were no interaction or synergy between the two metals, along with the estimated experimental
values (symbols). On the other hand, an experiment with the mechanical mixture of Ni/G and Co/G
(1:1) was carried out to evaluate better if there is a synergistic effect.

1604 NiCo 3:1 .NiCo 2:1
1 - NiCo 1:1

140 +
TC 120 +

100

TOFa (

80

60

40 T T T T T T T T T 1
0.0 0.2 0.4 0.6 0.8 1.0

% Co

Figure 6. Evolution of the TOF conversion with the Co content in the catalysts.

This figure shows that the addition of cobalt improved the activity and that every bimetallic
catalyst displayed higher activity than the monometallic catalysts. Nonetheless, the values for the
bimetallic catalysts were quite similar, which could suggest similar active sites. Interestingly, for the
mechanical mixture, the TOF value was much lower than the homolog bimetallic catalysts, and the
value obtained was quite close to the expected value (dotted line).

According to the characterization results, it has been shown that the average particle size of the
bimetallic catalysts was larger than the monometallic catalyst, except for the NiCo4.1/G, which displayed
the smaller particle size. Therefore, the improvement of the activity cannot be associated with better
metal dispersion.

Hence, based on the TOF values for the bimetallic catalysts, this behavior can be related to the
interaction between Ni and Co as the CO chemisorption, Hy-TPR, XRD, and microscopy suggested,
and it can be inferred that some synergy has emerged between Ni and Co. This synergism could be
ascribed to the formation of a new phase (such as an alloy) more active and/or to some electronic
transfer between Ni and Co, as already evidenced in other NiCo systems [50].

A comparison of the product distribution at similar conversion, ca. 30%, was presented in Figure 7,
while the evolution of the product selectivity with the conversion was plotted in Figure 8.
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Figure 7. Distribution of the products obtained for each catalyst at 300 °C, 5.0 MPa compared at the
same conversion.

Figure 8. Evolution of the product selectivities with guaiacol conversion for each catalyst at 300 °C, 50 bar.
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Figure 7 shows that for the monometallic catalysts, the distribution obtained was quite different.
Phenol and cyclohexanol were the primary product on Ni catalyst, and according to the evolution of
the product selectivity with the conversion (Figure 8), the formation of cyclohexanol was obtained
from phenol hydrogenation. On the other hand, for Co catalyst phenol was the main product
obtained, and based on the evolution of phenol selectivity with conversion, the further hydrogenation
to cyclohexanol was inhibited, indicating that Co was less active for hydrogenation than Ni.
Those observations are in agreement with the results reported for phenol conversion over Co/HZSM-5
catalyst, where it was observed that phenol conversion was much lower than Ni/HZSM-5 [34].
Nevertheless, in the case of the Ni/HZSM-5, the main product obtained was cyclohexane, while in
our case, cyclohexanol was the final product; such difference could be ascribed to the difference in
the acidity of the support [18,34,41]. In fact, in the case of bimetallic NiCo-based catalyst, different
supports were compared in the conversion of phenol, and the product distribution was able to be
adjusted by the support acidity [41]. On the other hand, a study compared catalytic properties of Co
and Ni supported over SiO, and reported that over Co, benzene was the main product at complete
conversion, while over Ni, cyclohexanol was mainly obtained [51].

In the case of the bimetallic catalysts, by increasing the amount of Co, the formation of cyclohexanol
was inhibited, leading to higher selectivity in phenol. This suggests that phenol hydrogenation can be
limited and is in agreement with the CO-chemisorption results, where the lower metal-like character
of the bimetallic catalyst was noticed compared to Ni. Furthermore, the product distribution of the
NiCo1.1/G catalysts differed from the mechanical mixture. Thus, the difference in product distribution
observed for the bimetallic catalyst can be associated with a synergistic effect between Ni and Co.
Such synergism could have emerged from the formation of alloys, as observed by STEM that induces
some electronic effect (reducing the metal-like character), affecting reactivity. Recently, it was reported
over bimetallic Ni-Co/Al,Oj3 catalysts that CoO decorates the NiCo alloy particles originating some
surface oxygen-vacancies, i.e., defective CoOx species, and this was proposed as the explanation of the
synergism between the two metals in the HDO of vanillin [50]. The vacancy would act as an adsorbing
site for the oxygen atom of the carbonyl moiety. Similar conclusions were suggested in the case of
bimetallic MoOx—ReO,/SiO; for phenol HDO [52]. The formation of such species, CoOy, was favored
on the bimetallic catalysts due to the electronic interactions between both.

Thus, the present synergistic effect observed could also be related to the presence of
oxygen-vacancies from the superficial CoOx species covering the alloy nanoparticles, which would
explain the lower CO uptake observed for the bimetallic catalysts compared to Ni. This synergy seems
to be reflected as better adsorption of guaiacol, improving the initial rate of conversion.

To evaluate the transformation’s path of guaiacol over the different catalysts, the evolution of
product selectivity with conversion is presented in Figure 8. The figure shows that guaiacol was
first converted into phenol for all the catalysts prepared. Interestingly, no methoxycyclohexanol was
detected, while according to the literature review, some Ni-based catalysts gave methoxycyclohexanol as
a primary product [30,48,49,53,54]. An explanation could be the different operating condition. Indeed,
Luetal. have studied the effect of the reaction condition in guaiacol conversion for Ni/SiO,-TiO; catalyst
and have shown that low temperature and high pressure favored the formation of methoxycyclohexanol,
while high temperature inhibited such reaction at the benefit of phenol formation [53]. For instance,
previous work on Ni supported on several carbon-based supports has demonstrated, under the same
reaction conditions to those employed here, the formation of methoxycyclohexanol [30,48,54]. Hence,
the absence of methoxycyclohexanol in the catalysts evaluated in the present work cannot be ascribed
to the reaction conditions, and the differences could be tentatively explained by the different carbon
support used. Thus, it is possible that the carbon nanotubes employed before could promote the
transport of Hy by spillover, favoring the formation of methoxycyclohexanol, as it has been widely
reported back for several catalytic systems [55]. This behavior is less likely for the carbon support used
now, which owns more defects, i.e., less conductive character. Therefore, the hydrogenative properties
of Ni might be tuned by changing the support.
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Another aspect that can be discussed is the evolution of phenol selectivity with the conversion.
In the case of Ni catalyst, at low conversion, e.g., below 10%, the initial rate of phenol transformation
to cyclohexanol was much higher than at higher conversion, and for conversion higher than 40%,
the hydrogenation seems to have been inhibited. Such behavior could be indicative of deactivation or
modification of the active site, inhibiting the hydrogenation reaction of phenol.

On the other hand, over the bimetallic catalysts, the transformation of phenol to cyclohexanol was
carried out with the same rate in the conversion range studied. This suggests that the deactivation
and/or modification of the active site can be avoided by the addition of Co. Furthermore, it seems that
the formation rate of cyclohexanol decreased with the addition of cobalt, which is consistent with the
products obtained by the Co catalysts.

To further investigate, the evolution of guaiacol conversion with time is presented in Figure 9.
The figure shows that for Ni/G catalyst, the evolution of guaiacol conversion with time was almost
linear below 20%, suggesting that the change in the rate of phenol conversion was more likely due to
the modification of active sites rather than deactivation. Furthermore, the figure shows that the rate of
guaiacol conversion decreased with time for all the catalysts. This could be due to the modification
of the active site, particle sintering, or coke deposition. In the case that there are no changes in the
active site, this behavior can be ascribed to a change in the reaction order or to other effects like the
competition between two reactions.

—a— NilG

—=—NiCo, /G

801 | —=—NiCo, /G 1
—=—NiCo,./G —

—=— ColG

Conversion (%)

T
0 100 200
Time (min)

Figure 9. Evolution of guaiacol conversion with time for each catalyst at 300 °C, 50 bar.

Since monometallic Ni/G and NiCo1.1/G catalysts displayed the smallest particle size, they were
characterized after reaction to assess for their stability and compared to Co/G. The spent catalysts
were characterized by Nj-physisorption and compared to the fresh catalyst to evaluate if a surface loss
occured due to coke deposition. The results are presented in Table 3 and show that the changes in Sggt
observed can be assigned to the experimental error. Such results indicate that there was no evidence of
deactivation by pore blocking that could have originated from coke formation.

Table 3. Comparison of the surface area measure for the fresh and spent catalysts and average particle
size of the spent catalysts obtained by TEM.

SgeT (M2 g Ni/G NiCo1.1/G Co/G
Fresh 272 254 194
Spent 263 227 207

dTEM (nm) 7 6 >50

The particle size estimated using TEM images, in Table 3, indicates that barely any sintering
occurred on Ni/G and NiCo1.1/G. On the contrary, the monometallic Co catalyst showed a much larger
particle size after the reaction compared to the fresh catalyst.

XRD patterns of the spent catalysts are presented in Figure 10 and show that for the Ni/G spent
catalyst, the XRD pattern obtained was similar to the fresh catalyst, suggesting that during the reaction,
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the Ni’ phase was not oxidized to NiO. Moreover, no peaks associated with pure Ni or Co metals were
observed on the bimetallic sample, suggesting that the alloy structure was preserved.

v fcc Ni° and/or Co°
] o) 8 hep Co°

S}
Co/G-PR

Intensity (a.u.)

v
NiCo, /G-PR

NiCo, /G-PR

NiCo, /G-PR

35 40 45 50 55 60
20

Figure 10. XRD pattern obtained for the spent catalysts.

Interestingly, in the case of the Co spent catalyst, the diffractogram obtained was quite different to
the fresh catalyst. The diffraction peak observed at 26 of 41.6°, 44.4°, 47.4° could be assigned to the
hexagonal hcp-Co? phase or Co,C phase (PDF-01-072-1369).

According to the literature, the fcc-Co phase was obtained under the reduction of the oxide under
H2 and was stable above 450 °C, while the formation of hcp-Co has been reported to occur by reducing
the oxide under CO+H, mixture [56]. On the other hand, it has been reported that hcp-Co could be
obtained by decomposition of Co2C [57]. Finally, the transition between the fcc and hcp phase could
have originated from the change in the average particle size [58]. Therefore, at this point, it cannot be
ruled out if the transition phase was the result of the carburization of the Co during the reaction or the
particle sintering.

An important observation was the absence of the diffraction peak related to the oxide phase
(ca.37°,43°, and 64° for NiO, 36°, 42°, and 62° for CoO, and 36°, 56°, 60°, and 65° for Co30y4), indicating
that during the reaction no oxidation of the active phase occured.

4. Conclusions

The catalytic performance of bimetallic NiCo catalysts supported on a high surface area graphite
and that obtained with the monometallic catalysts with the same total metal weight percentage were
evaluated. The activity was better for the bimetallic catalysts, and the best catalyst among them was
that with a Ni:Co ratio of 2:1, which displayed higher activity compared to Ni/G and Co/G by a factor
of 2.9 and 1.3, respectively, while the experiment with a mechanical mixture of Ni/G and Co/G (1:1)
displayed a lower activity than the bimetallic catalysts. Moreover, differences in the selectivity were
also observed. The product distribution evaluated at the same conversion showed that monometallic
Ni was more active on the hydrogenation of phenol to cyclohexanol, these products being the most
abundant on the reaction media. However, the addition of Co inhibited the hydrogenation, this being
more pronounced for the catalysts with higher Co content, NiCo,.1/G and NiCo1.1/G.
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The results can be explained by the interaction between Ni and Co on the bimetallic samples,
which was observed by the characterization performed (TEM, XRD, CO-chemisorption, and TPR).
Such interactions might have been generated by the formation of alloys as detected by STEM and
XRD. The characterization also showed that the formation of alloy decreased the particle size of Co,
and it also prevented the phase transition during the reaction that was observed for monometallic
Co. Moreover, the beneficial effect on the particle size was more pronounced on the stability of the
nanoparticles since the monometallic spent Co catalyst displayed a much larger particle size than the
fresh catalyst. This was not observed on the bimetallic systems, so the formation of bimetallic alloys
greatly favored the stability of the catalysts, which is very interesting for industrial applications.

Hence, according to our results, a synergy was created among Ni and Co, since improved
reducibility, smaller particle size, and better activity, selectivity, and stability could be obtained using
bimetallic Ni:Co catalysts supported on carbon.
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