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Abstract: In this study, niobia-based materials have been used as supports for Pt nanoparticles and
used in the hydrogenation of furfural. The incorporation of dopants (W®* and Ti**) in the Nb,Os
structure induced modifications in the surface acidity of the support; in particular, the addition of
WO increased the amount of Lewis acid sites, while the addition of Ti** decreased the number of
Lewis acid sites. As a result, the catalytic activity towards the hydrogenation of furfural was affected;
high surface acidity resulted in high catalytic activity. The selectivity of the reaction changed with
the support acidity as well, with higher amount of furfuryl alcohol produced decreasing the Lewis
acid sites.

Keywords: platinum; niobia; niobium oxide; furfural; hydrogenation; furfuryl alcohol; pentanediol;
Lewis acid

1. Introduction

Over the last decade the depletion of fossil fuel reserves, combined with the environmental crisis,
has led scientists to focus their attention on the production of chemicals and fuels in a greener and
more sustainable way. In this respect, biomass is playing a crucial role, since it is the most attractive
carbon feedstock due to its abundancy and low production cost [1-4]. Lignocellulose (non-edible
plant-based biomass), in particular, is composed of cellulose, hemicelluloses and lignin; all together
they represent ca. the 75% of the 170 billion metric tons of the total biomass production per year
by photosynthesis [5]. The hydrolysis process of hemicellulose leads to a homogeneous mixture of
pentoses and hexoses, such as xylose, arabinose, glucose, mannose and galactose [6-9]. The further
dehydration of pentoses generates furfural, a potential chemical platform for the synthesis of several
chemicals and biofuels [10,11]. Furfural can also be produced directly from cascade hydrolysis and
dehydration of hemicellulose; in this respect, solid acid catalysts are typically used in biphasic solvent
systems in order to promote the process [12,13]. The use of solid acid catalysts has been recently
studied in the conversion of furfural into high-added value products (Figure 1) [14,15]. The presence
of Brensted and/or Lewis acid sites, in fact, can change both the activity and selectivity of the reaction.
Bui et al., for example, reported a domino reaction catalyzed by zeolites with both Brensted and Lewis
acid sites for the production of y-valerolactone, where Lewis sites catalyzed the hydrogenation step,
while the Brensted sites catalyzed the ring-opening hydration step [16]. Lewis acidity is responsible
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for acetalization reactions as well, as reported by Taylor and co-workers, who observed considerable
amount of furfuraldehyde diethyl/dimethyl acetal during the hydrogenation of furfural to furfuryl
alcohol over Pt nanoparticles supported on various metal oxides (y-AlyO3, CeO,, SiO,, and ZnO) in
alcoholic solvent (either ethanol or methanol) [17]. It is therefore clear that the reaction pathway can be
altered through a careful tuning of the acidic properties of the heterogeneous catalysts used as well as
the solvent employed.
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Figure 1. Reaction scheme of the furfural hydrogenation reaction.

One of the most important solid acid catalyst is niobia (Nb,Os, niobium oxide). Niobia is a
metal oxide showing NbOg octahedra, with a great structural versatility [18,19]. The presence of
Nb=0O bonds in the Nb,Os structure is in fact associated with Lewis acid sites, while the highly
polarised Nb-O bonds generate surface OH groups which function as Brensted acid sites [19-21]. This
intrinsic acidity, combined with air-stability and water-insolubility, makes niobia a suitable catalyst for
reactions in aqueous and polar media and therefore a very attractive material for industrial use [22,23].
Niobia-based catalysts have in fact been extensively studied for the aforementioned hydrolysis and
dehydration of hemicellulose to furfural [14,23]. However, deactivation phenomena are often reported
in these reactions and it is generally attributed to the strong acid nature of the niobia active sites;
acid-catalyzed formation of solid products such as coke and humins, in fact, can partially cover the
active sites and therefore substantially decrease the overall catalytic activity [23-25].

One of the most common methods to finely tune the surface acidity of niobia is the addition
of a second metal oxide, which can result in the formation of new materials with different chemical
and physical features in comparison with the starting materials. Several techniques can be employed
in order to obtain the so-called niobia-based mixed oxides, such as hydrothermal synthesis, sol-gel,
and co-precipitation techniques [26-31]. NbyO5-MeO, (Me = Zr, Ce and Ti) mesoporous mixed oxide
were, for example, prepared by Auroux et al. by evaporation-induced self-assembly and applied in
the dehydration of fructose [32]. The synthesised catalysts showed acid properties dependent on
the nature of the oxide that was mixed with niobia; moreover, both activity and selectivity showed
dependence on the amount of surface strong acid sites.

Another interesting way to finely modulate the surface acidity of niobia is by introducing a second
metal into the Nb,Os structure. This procedure is called ion doping and it has been successfully
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applied in the production of several metal-doped Nb,Os. Marzo et al., for example, prepared K-,
Ba-, and Nd- doped niobia and tested in the fructose dehydration reaction [24]. The authors showed
decreased deactivation phenomena due to the doping of niobia with basic species; these basic species
affected only the strong acid sites where humin is formed, while fructose dehydration proceeded with
good stability on the lower acid sites.

The activity and selectivity of niobia-based catalysts can be further improved by deposition
of active metal nanoparticles on its surface. These bifunctional catalysts are especially employed
in specific reactions, where acid sites provide the active centre for dehydration reactions and the
metal nanoparticles provide the catalytic centre for other reactions to occur, such as oxidations or
hydrogenations [33]. Moreover, the interaction between the adsorbed metal nanoparticles and the
niobia surface can significantly alter the electronic density on the surface of the nanoparticles, leading
to a different interaction between the active metal site and the substrates/products [34].

Despite its unique properties, however, Nb,Os has not received as much attention as support for
metal nanoparticles like many other metal oxides (i.e., TiOy, Al,O3, SiO;, and CeO,). In this work, Nb,O5
and metal-doped Nb,Os5 (W-NbyOs and Ti-Nb,Os) with different surface acidity were synthesised by
hydrothermal synthesis. The four materials were then used as support for Pt nanoparticles and the
catalysts tested in the hydrogenation of furfural. In-depth characterization, such as electron microscopy
analysis, X-ray Diffraction, Raman spectroscopy, and Infrared studies by pyridine adsorption has been
carried out on the catalysts in order to fully understand their physical-chemical properties.

2. Materials and Methods

2.1. Support Preparation

Nb,Os5 and metal-doped Nb,Os supports (W-Nb,Os and Ti-Nb,Os) were prepared by
hydrothermal synthesis. For the synthesis of Nb,Os, 11.15 g of niobium oxalate (abcr, Karlsruhe,
Germany, 99.95%) were dissolved in 24 g of MilliQ water and kept under stirring at 80 °C for 10 min. The
mixture was then kept for 2 days in a sealed autoclave at 175 °C. The solid obtained was filtered, washed
with 500 mL of deionized water, and dried at 100 °C for 16 h. Finally, the material was heat-treated in
N3 at 550 °C for 2 h, with a heating rate of 3 °C min~! under a nitrogen flow of 30 mL-min~!.

For the synthesis of metal-doped Nb,Os, the following metal precursors were used: titanium(IV)
oxysulfate—sulphuric acid hydrate (Sigma-Aldrich, Haverhill, MA, USA, 99.95%) and ammonium
metatungstate hydrate (Sigma-Aldrich, 99.99%). 10.04 g of niobium oxalate were dissolved in 19 g of
MilliQ water and kept under stirring at 80 °C for 10 min. At the same time, the appropriate amount of
dopant precursor (Nb:metal molar ratio of 9:1; 0.66 g of titanium(IV) oxysulfate or 0.59 g of ammonium
metatungstate) was dissolved in 5 mL of MilliQ water and kept under stirring at 80 °C for 10 min. The
dopant mixture was added to the niobium precursor solution and kept under stirring for an additional
10 min at 80 °C. As per the synthesis of pure niobia, the resulting mixture was kept at 175 °C for 2 days
in a sealed autoclave. The support was then filtered, washed thoroughly with 500 mL of deionized
water, and dried for 16 h at 100 °C. Finally, the metal-doped niobia supports were heat-treated for 2 h

at 550 °C with a heating rate of 3 °C-min~! under a nitrogen flow of 30 mL-min~".

2.2. Catalysts Preparation

The Pt nanoparticles supported onto niobium oxide-based support were synthesized by the Metal
Vapor Synthesis (MVS) technique following previously reported procedure [35]. Platinum vapors
generated at 107> mbar by resistive heating of a tungsten wire surface coated with electrodeposited
platinum (ca. 103.0 mg) were co-condensed with mesitylene (100 mL, Sigma-Aldrich, 98%) in a glass
reactor at —196 °C. The reactor chamber was heated to the melting point of the solid matrix and the
resulting brown solution (95 mL) was kept under argon atmosphere in a Schlenk tube at —40 °C. The
Pt-content of the obtained Pt solvated metal atoms (SMA) was determined by ICP-OES (0.8 mgp/mL).
The Pt/mesitylene SMA (2.5 mL of Pt/mesitylene, 2 mg Pt) was added to a dispersion of the support
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(200 mg) in mesitylene (5 mL). The resulting suspension was warmed up to 25 °C under stirring for 6 h.
Afterwards the solvent was removed by vacuum and the obtained solids Pt/Nb,Os5, Pt/W-Nb,Os, and
Pt/Ti-Nb,O5 were washed with n-pentane (Sigma-Aldrich, 99%) and dried under reduced pressure.
All isolated samples contained 1.0 wt% of Pt as determined by Inductively Coupled Plasma-Optical
Emission Spectrometry (ICP-OES) analysis.

2.3. Catalysts Characterisation

Transmission electron microscopy (TEM) analysis of the supported Pt-NPs was carried out with
a ZEISS LIBRA 200FE microscope equipped with a 200 kV FEG source. The specimens were finely
smashed in an agate mortar, suspended in isopropanol (Sigma-Aldrich, 99.8%) and sonicated, then
each suspension was dropped onto a lacey carbon-coated copper grid (300 mesh) and the solvent was
evaporated. Histograms of the particle size distribution were obtained by counting at least 500 particles.
The mean particle diameter (dm) was calculated using the formula dm = ) d;n;/} ' n;, where n; is the
number of particles with diameter d;.

Scanning electron microscopy analyses were performed in a JEOL JSM 6300 LINK ISIS microscope
equipped with an Oxford LINK ISIS System to carry out compositional analysis by Energy-Dispersive
X-ray Spectroscopy (XEDS).

Nj-adsorption experiments were carried out in a Micromeritics ASAP 2000 instrument. Specific
surface areas were determined from N; adsorption isotherms by means of Brunauer-Emmett-Teller
(BET) method. The samples were degassed under vacuum at 400 °C prior to N, adsorption.

Inductively Coupled Plasma-Optical Emission Spectrometry (ICP-OES) was carried out with an
iCAP 6200 Duo upgrade, Thermofisher instrument. A sample (0.5 mL) of Pt-SMA was heated over a
heating plate in a porcelain crucible in the presence of aqua regia (2.0 mL) three times followed by
dissolving the solid residue in 0.5 M aqueous HCL. The limit of detection calculated for platinum was
2 ppb.

Powder X-ray diffraction patterns were collected in a PANalytical X"pert PRO diffractrometer
with an X’Celerator detector, using a monochromatic Cu Ky as X-rays source. Diffractograms were
recorded with the detector arranged in a Bragg-Brentano geometry.

Raman spectra were recorded in an inVia Renishaw spectrometer equipped with a Renishaw
HPNIR laser and an Olympus microscope. The measurements were carried out at an exciting
wavelength of 514 nm and an approximate power on the sample of 15 mW.

Fourier Transform Infrared (FI-IR) studies by pyridine adsorption and desorption were performed
on a FTS-60 spectrophotometer equipped with a mid-IR MCT detector (BioRad). Before the analysis,
the sample disk (10-20 mg) was dehydrated at 75 °C for 40 min under vacuum, then one spectrum
was collected before probe molecule adsorption, as a blank experiment. Next, pyridine (Sigma-Aldrich,
99.8%) adsorption was carried out at room temperature and the following desorption steps were run for
30 min at various temperature (from room temperature to 250 °C). All spectra were recorded at room
temperature. The determination of the amount of adsorbed pyridine (mmolpy/gcat) was performed
according to the procedure reported by Emeis [36] on the spectra registered at 150 °C.

2.4. Catalytic Hydrogenation Reactions

Furfural hydrogenation reactions were carried out in a 100 mL stainless steel autoclave equipped
with a glass inlet. In a typical experiment, 10 mL of a 0.1 mol L™ solution of furfural (Sigma-Aldrich,
99%) in ethanol (Sigma-Aldrich, 99.8%) and an appropriate amount of catalyst (furfural:Pt molar ratio
of 1:500) were placed into the glass inlet along with a magnetic stirrer. The autoclave was sealed and
flushed several times with N first in order to remove any residual oxygen in the atmosphere and then
pressurized with 7 bar of Hy. The autoclave was then heated up to the desired temperature (50 °C)
and the reaction mixture stirred at a constant stirring rate of 1200 rpm. Samplings were carried out
by stopping the stirring and quenching of the reaction under cold water. 300 uL of reaction mixture
were withdrawn and centrifuged in order to separate the catalyst. 100 puL of the supernatant solution
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were then diluted with a solution of an external standard (dodecanol, Sigma-Aldrich, 98%) for GC
measurement. Product analysis was carried out with a GC-MS (Thermo Scientific, Waltham, MA,
USA, ISQ QD equipped with an Agilent VF-5ms column) and the resulting fragmentation peaks were
compared with standards present in the software database. Product quantification was carried out
through a GC-FID equipped with a non-polar column (Thermo Scientific, TRACE 1300 equipped with
an Agilent HP-5 column).

3. Results

3.1. Catalysts Characterisation

SEM-EDX analyses were performed on the metal-doped niobia supports (Figure 2) in order to
calculate the effective loading of the dopant into the niobia structure. The two supports show similar
dopant loading very close to the nominal value of 10 at% (Table 1).

20um 60pm
Figure 2. Representative scanning electron microscopy (SEM) images of (A) Ti-Nb,Os5 and (B) W-Nb,Os.

Table 1. Dopant loading on the niobia based supports by Energy-Dispersive X-ray Spectroscopy.

Support Dopant [at%]
Ti-Nb,O5 9.68
W-Nb,O5 9.35

Pt have been deposited onto the niobium oxide-based supports by MVS following the procedure
previously used for other kind of supports [35,37,38]. TEM micrographs collected on the three
samples (Figure 3) revealed the niobium oxide-based supports densely populated by monodispersed Pt
nanoparticles with very small particle sizes, ranging mainly 1.0-1.5 nm, regardless of the support used.
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Figure 3. Representative Transmission Electron Microscopy (TEM) micrograph (315,000 X) and
histogram of Pt particle size distribution of the Pt/Nb,Os (A), Pt/Ti-NbyOs (B) and Pt/W-Nb,Os
(C) sample.

Figure 4 depicts XRD patterns of niobia-based supports. All the materials only show two
well-defined diffraction maxima at 20 values of ca. 23 and 46° (Figure 4A). Those signals can be
ascribed to 001 and 002 planes in any ReOs-type related structure, and are assigned to a well-ordered
vertex-sharing octahedra along one direction, showing an opposite vertex distance of ca. 3.8 A [39,40].
The rest of the observed signals show a broad profile, indicating the amorphous nature of the ab-plane
of the structure in all cases. Accordingly, it becomes difficult to ascribe the distribution of the atoms
along a and b directions to a specific polymorph. Nevertheless, we can estimate the partial substitution
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of Nb by the dopants by analyzing the shifts in 26 of the abovementioned 001 signal. Analyzed
c-parameter values, calculated from 20 values of 001 signal by using Bragg equation are summarized
in Table 2. It can be seen that the incorporation of Ti** into Nb,Os framework leads to a decrease in
the c-parameter, from 3.89 A to0 3.80 A, which is in line with ionic radius of Nb°>* and Ti** (0.64 and
0.60 A, respectively) [41]. On the other hand, when WO+ is used as promoters, c-parameter slightly
increases up to 3.90 A (Table 2).

When dealing with these pseudocrystalline materials (i.e., with a well-ordered structure just
along one crystallographic direction), the demonstration of the partial substitution of Nb by XRD
is not so direct. In this sense, the variation of cell parameters can present opposite trends, i.e., the
isomorphic substitution in the crystal framework can derive in an increase of the dimensions of the
unit cell in some specific directions, while showing decreasing trends in others. This has been observed
in the partial substitution of W for Mo in tetragonal tungsten bronze-based materials [42]. HR-TEM
analysis on Pt nanoparticles dispersed on the niobia-based oxides (Figure S1) confirmed the presence
of a pseudocrystalline phase of the supports. All of them appeared to be constituted by primary
nano-domains, 7-20 nm long and 4-10 nm in width stacked on each other, mainly along their length,
to form agglomerates. According to the XRD results, the direction of elongation of the domains was
found to be coincident with the [001] direction, coincident with the c-axis of the lattice.

In order to shed some light on this issue, we have analyzed Nb,Os-based supports by Raman
spectroscopy (Figure 4B). In this case, the incorporation of Wé*/>* or Ti** within Nb,Os5 framework
should promote variations on the nature of metal-oxygen bonds with respect to the undoped material.
Undoped Nb,Os displays a broad Raman feature centred at 706 cm™?, that can be assigned to symmetric
stretching modes of Nb-O in distorted octahedra (Figure 4B, spectrum (a) [43]. Interestingly, the
incorporation of a second element gives rise to frequency shifts to: (i) higher frequencies, like in the
case of W-containing Nb,Os (719 cm™) (Figure 4B, spectra (b); (ii) lower frequencies, for Ti-containing
catalyst (694 cm™!) (Figure 4B, spectrum c). The shift can be explained in terms of the specific weight
of the dopant elements, i.e., heavier species (like W®*) will shift the bands to higher frequencies, while
lighter dopants (like Ti**) would shift the bands to lower frequencies. In addition, doped supports
show broader Raman signals, due to a higher disordered degree (as observed in XRD patterns) [44].
In turn, signals corresponding to TiO, and WO3 oxides were always absent in the supports. All these
observations suggest either an effective interaction of the promoter with Nb,Os, or the incorporation
of the dopants in framework positions.

A B
001 002

5 5
8 8
2 b >
£ £
C C
o g
£ =)
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10 20 30 40 50 60 200 400 600 800 1000 1200
26 (°) Raman shift (cm-1)

Figure 4. X-ray diffraction (XRD) patterns (A) and Raman Spectra (B) of Nb,Os-based supports:
(a) NbyOs; (b) W-Nb,Os; (c) Ti-Nb,Os.
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Table 2. Surface area and c-parameter of the different supports used.

Support Surface Area (m? g-1) c-Parameter (&) 2
Nb,Os5 95 3.89

W-Nb,Os 130 3.90

Ti-Nb,O5 35 3.80

2 Determined by Bragg equation from X-ray diffraction (XRD) patterns, using 26 values of 001 peak.

BET analyses were carried out on the pure supports in order to evaluate differences in surface area
(Table 2). Upon inclusion of W to the niobia lattice, the surface area increased from 95 to 130 m?-g~!
(NbyO5 and W-Nb,Os respectively). On the other hand, the addition of Ti had the opposite effect and
the surface area decreased to 35 m?-g~1.

The adsorption of basic probe molecules followed by IR analysis is a common technique used
to investigate the surface acidity of solid catalysts. Here IR analysis of adsorbed pyridine (Py) has
been performed. As reported in the literature, the contact with the amine gives rite to several bands
in the range of 1400-1700 cm~!, depending on the type of the interaction between pyridine and
catalyst surface (physisorbed pyridine, Lewis acid sites, Brensted acid sites). A weak interaction
between the catalyst and the probe molecule, resulting from very weak or no acidity (physisorption or
hydrogen bonding), gives rise to an adsorption band in the range of 1440-1450 cm™! and another one
at 1580-1600 cm™!. These bands easily decrease with the temperature and over 100 °C physisorbed
pyridine could be considered fully desorbed. When pyridine is interacting with Lewis acid site, two
main absorption peaks are detected: one centered at ca. 1450 em™! (vi9p mode) and a second centered
at ca. 1610 cm™! (vg, mode). In the case of Lewis acidity also a small band at 1580 cm™! could be
observed. On the other hand, in presence of Brensted acid sites, a proton transfer occurs to form the
pyridinuim ion though the protonation of pyridine. This results in a band at 1550 cm™! (vi9p mode),
followed by a band near 1640 cm™! (vg, mode). Also a band at ca. 1490 cm ™ is usually detected, but it
was not unambiguously assigned to a specific acid site, being identified as the result of either kind of
interactions. Importantly, pyridine on both Lewis and Brensted sites is resistant to outgassing with
bands that could be detected also at high temperature [45-47].

In Figure 5 we reported the FT-IR spectra of pyridine recorded after degassing at 150 °C for the
investigated materials. All the catalysts exhibit the bands pattern typical for Lewis acids sites, with the
bands at 1448 cm™! and 1609 cm™! (and the small one at 1576 cm™!), whereas Bronsted sites are absent.
Nb;Os is well known to feature mainly Lewis acidity, while some structural modifications (e.g., the
introduction of phosphate groups) could generate Bronsted sites, although this is not the case [48,49].

It is very important to highlight that the samples differ significantly for the intensity of the
bands, thus indicating a strong difference in terms of acid sites concentration. Indeed, the quantitative
determination of adsorbed pyridine (mmolpy/gcat, Table 3), made on the basis of band located at
1448 cm™! according to the procedure reported by Emeis et al. [36], shows that Pt/Ti-Nb,Os possesses a
small acidity compared with the parent Pt/Nb,Os, while the modification with W drastically increases
the acid site concentration of the final Pt/W-Nb,Os. In the Nb-based materials the Lewis acidity is
generated by the unsaturated Nb(V) sites [48,49]: here it appears that the introduction of W in the
Nb,Os structure enhances the Lewis character of the solid, whereas Ti drastically affects this features,
while Bronsted sites are never observed.
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Figure 5. Fourier-transform infrared (FT-IR) spectra of pyridine recorded after evacuation at 150
°C (L = Lewis acid site band; B = Brensted acid sites band) and normalised by the disk weight.
(a) Pt/W-Nb,Os, (b) Pt/NbyO5 and (c) Pt/Ti-NbyOs.

Table 3. Amount of adsorbed pyridine on Lewis site.

Catalyst mmolpy/gcaT

Pt/Nb,Os 0.078
Pt/W-Nb205 0.191
PY/Ti-Nb,Os5 0.014

3.2. Catalytic Results

Depending on the reaction conditions and the catalysts used, the hydrogenation of furfural can
proceed in different directions: products of carbonyl hydrogenation, ring hydrogenation, ring opening,
etherification, hydrodeoxygenation, and decarboxylation have been reported in literature (Figure 1).
Furfural hydrogenation reactions were carried out in this study at 50 °C and 5 bar of Hy, using ethanol
as solvent. Typically, under this mild reaction conditions, furfuryl alcohol (FA) and tetrahydrofurfuryl
alcohol (THFA) are reported to be the main products, as a result of the hydrogenation of the carbonyl
group and the furan ring (Figure 1).

Figure 6 shows the reaction profile of the furfural hydrogenation reaction carried out using Pt/Nb,O5
as catalyst. After 15 min, almost half of the starting substrate was converted (42%) and the main products
were furfural diethyl acetal (FEA) and FA (44 and 43% of selectivity respectively), with low amount
of THFA being produced as well (7%). The presence of the acetal is not surprising, since it is often
reported when the reaction is carried out with solid acid catalysts in low-chain alcoholic solvents (i.e.,
ethanol). Furfural was fully converted after 1 h and both FA and FEA were transformed. The FA reached
a maximum after 30 min of reaction (52%) and then decreased, with a consequent increase of THFA (31%
of selectivity after 2 h), whereas FEA decreased over time, with no trace of acetal remained after 2 h.
Interestingly, products of hydrogenolysis (ring-opening and hydrodeoxygenation) such as 1,2-pentanediol
(1,2-PDO), 1,5-pentanediol (1,5-PDO), and1-pentanol (POH) were present in significant amounts in the
final reaction mixture. In particular, 1,2-PDO and 1,5-PDO (9 and 13% of selectivity respectively after
2 h) are generated from the hydrogenolysis of the C-O bond in the THFA ring, while POH (11% of
selectivity after 2 h) can either derive from the hydrodeoxygenation of 1,2-PDO and 1,5-PDO or from the
hydrodeoxygenation of THFA and successive hydrogenolysis of the C-O bond. Only small amount of
2-methylfuran (MF) and 2-methyltetrahydrofuran (MTHF) were detected at any point of the reaction (less
than 5% in total) along with other acetalization products (such as tetrahydrofurfural dietyl acetal and
5-hydroxypentanal diethyl acetal, hereafter identified as “others”).
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Figure 6. Furfural hydrogenation with Pt/Nb,Os.

The influence of the insertion of a second metal into the NbyOs structure on the catalytic
performance was then investigated. Pt/W-NbyOs and Pt/Ti-Nb,Os were tested in the same reaction
conditions as Pt/Nb,Os (50 °C and 5 bar of H;) and the results are reported in Figure 7. Considering
that Pt nanoparticles showed a similar average size (1.0-1.5 nm), any difference in catalytic activity
and selectivity among the niobia-based materials can be attributed to chemical-physical properties
of the various supports. The catalyst that showed the highest activity towards the hydrogenation of
furfural was Pt/W-Nb,Os, with 88% of substrate being converted after only 15 min. Interestingly, this
catalyst was also the one that showed the highest acidity among the series tested, with an acidity value
0.191 mmolpygcAT_1 compared to 0.078 rnrnolpyg(;AT‘1 of Pt/Nb,Os (Table 3). BET analysis revealed
that both catalysts showed comparable surface areas, 95 m?-g~! and 130 m?-g~! respectively for Nb,Os
and W-Nb,Os, thus excluding any possible effect deriving from different surface areas. At the same
time, the catalyst that showed the lowest value of acidity (Pt/Ti-Nb,Os, 0.014 mmolpy-gc At 1) resulted
the least active of the series, with a conversion of only 23% reached after 15 min. The difference in terms
of initial reaction rate is almost 4 times higher for Pt/W-Nb,Os compared to Pt/Ti-Nb,Os (1770 h!
versus 470 h™!, respectively). It is clear from these results that the acidity has a dramatic effect on the
catalytic activity. We cannot exclude the presence of Meerwein-Ponndorf-Verley (MPV) reduction but

in this case, FA would be present in higher amounts using a catalyst showing higher Lewis acidity,
i.e., PtYyW-Nb,Os.
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Figure 7. Furfural hydrogenation with Pt/Nb,Os, Pt/ W-Nb,Os5 and Pt/Ti-Nb,Os.
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Surface acidity affected not only the activity of the catalysts, but also their selectivity although
with a lower extent. Comparing the selectivity at iso-conversion (Figure 8), in fact, it is possible to
notice that the selectivity to FA increased as the acidity decreased (from 50% to 61%, with Pt/W-Nb,Os
and Pt/Ti-Nb,Os, respectively). At the same time, the selectivity to FEA decreased with low acidity
supports from 26% with Pt/W-Nb,Os to 10% with Pt/Ti-Nb,Os, while the remaining reaction products
did not vary significantly.

70
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Figure 8. Product distribution of furfural hydrogenation at 90% conversion.

4. Conclusions

Niobia represents an acidic support which can be fruitfully used as supporting material for Pt
nanoparticles in furfural hydrogenation, thus creating bifunctional catalyst. We found that acidity is
one of the main ruling factors determining the activity in the hydrogenation of furfural, being the Pt on
W-modified Nb,Os the most acidic and the most active catalyst. However, the selectivity can also be
strongly affected. Indeed, the W-modified niobia which showed the highest Lewis acidity produced
the highest selectivity to furan-ethers. Conversely, the Pt on Ti-modified Nb,Os5, which presents the
lowest surface acidity, produces the highest selectivity to furfuryl alcohol derived most probably from
Pt catalyzed hydrogenation.

Supplementary Materials: The following are available online at http://www.mdpi.com/2076-3417/9/11/2287/s1.
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