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Abstract: The catalytic hydrotreatment of humins, the solid byproduct produced from the conversion
of C6 sugars (glucose, fructose) to 5-hydroxymethylfurfural (HMF), using supported Pd@zeolite
(Beta, Y, and USY) catalysts with different amounts of Pd (i.e., 0.5, 1.0 and 1.5 wt%) was investigated
under molecular hydrogen pressure. The highest conversion of humins (52.0%) was obtained on
1.5Pd@USY catalyst while the highest amount of humins oil (27.3%) was obtained in the presence
of the 1Pd@Beta zeolite sample, at Pyp = 30 bars and T = 250 °C. The major compounds in the
humins oil evidenced by GC-MS are alcohols, organic acids, ethers, and alkyl-phenolics. However,
although all these classes of compounds are obtained regardless of the nature of the catalyst used,
the composition of the mixture differs from one catalyst to another. Furanic compounds were not
check for identified in the reaction products. A possible explanation may be related to their high reactivity
updates under the reaction conditions, in the presence of the Pd-based catalysts these compounds lead to
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alkyl phenolics, important intermediates in the petrochemical industry.
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https:/ /doi.org/10.3390/ In the last number of decades, significant attention has been paid to the utilization of

catal12101202 renewable biomass platform molecules as promising carbon resources that might partly be
used as a substitute for fossil fuels. Furan-derivative compounds, for instance, are used in
the production of a wide range of chemicals, including 2,5-dimethylfuran, furanedioic acid,
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by-products (i.e., humins) which severely limit an efficient utilization of the renewable
biomass [3,4]. To overcome this inconvenience, the formation of humins should be sup-
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chemicals like acetic and formic acids) [10]. In most of these approaches, the catalytic
alternative provides important advantages [11-13].

However, in spite of its socio-economic importance, the valorization of humins via
depolymerization and subsequent hydrodeoxygenation to liquid hydrocarbons is still in
the infancy stage. In this context, Ru/C [9] and Pt/C [14] were reported as highly efficient
catalysts for the liquefaction of humins, affording conversions of 60-70% at 400 °C, in the
presence of isopropanol (IPA) as a hydrogen donor. Other studies carried out at the same
temperature investigated the hydrodeoxygenation of fructose-derived humins in methanol,
under H; (30 bars), taking Ru/C, Rh/C, Pt/C, and Pd/C as catalysts. Among these, the
conversion reached 75% on Rh/C [15]. The replacement of C with supports such as TiO,,
ZrO,, and CeO; led only to a small increase in conversion (around 80%) [16]. Very recent
reports also indicated the high efficiency of a more complex Ru/W-P-5i-O bifunctional
catalyst in the selective production of cyclic and aromatic hydrocarbons from humins under
mild reaction conditions [17].

Inspired by this state of the art, the aim of this work was to develop an efficient
catalytic system for the humins hydrodeoxygenation to functionalized low molecular mass
organic molecules (such as alcohols, ketones, and phenolics) that may serve as a source for
valuable bio-based chemicals. With this scope, the investigations focused on hierarchical
tailored bifunctional Pd@zeolites (Beta, Y, and USY) with enhanced catalytic performances.

2. Results and Discussion

The structure of humins is still incompletely understood. However, for humins
prepared from C6 sugars, the characterization studies indicated a core-shell morphol-
ogy with a furan-rich structure containing ether and (hemi) acetal linkages [18-21]. The
physico-chemical characterization of the synthesized humins [19] following a hydrothermal
treatment of glucose indicated a chemical structure with a morphology in line with these
literature studies [18,20,21]. It corresponded to spherical shell-core interconnected particles
with a structure consisting of a furan-rich polymeric network linked by functionalized
aliphatic chains with aldehyde and beta-hydroxyacids [19,21] (Figure 1).

Figure 1. The morphology and molecular structure of humins obtained from C6 sugars (Adapted
with permission from Ref [19,21], Elsevier, 2022).

2.1. Physico-Chemical Characterization of Pd@zeolite Catalysts

Zeolite-supported metal species are usually prepared via a simple impregnation
approach [22,23]. However, the resulting catalysts are complex and this complexity is
influenced by several factors, such as the zeolite framework, SiO; / Al,Oj3 ratio, the type of
exchanged cation, and the strength of the acid sites [24]. This work considered zeolites in
the H-form with different SiO, / Al, O3 ratios (i.e., 25.0 (H-Beta), 5.2 (H-Y), and 30.0 (H-USY),
and different textural properties.
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N; adsorption-desorption isotherms of liquid nitrogen at —196 °C and the pore size
distribution (determined from the BJH method) are shown in Figures 2 and 3, while the
textural features of the prepared catalysts and supports (H-Beta, H-Y, and H-USY) are listed
in Table 1.
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Figure 2. N, adsorption-desorption isotherms of the H-Beta, 0.5Pd@Beta, 1Pd@Beta, and 1.5Pd@Beta.
The pore size distribution is given in the inset.
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Figure 3. N, adsorption-desorption isotherms of the 1Pd@Y and 1Pd@USY samples. The pore size
distribution is given in the inset.
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Table 1. Physico-chemical characterization of the catalytic samples.

Entry  Catalyst Sppr (m?/g)?  Sext (m2/g) L . (m?/g)  V yopa1 (cm3/g) € Vimeso (cm3/g) d Vimicro (cm3/g) ©
1 0.5Pd@Beta 500 177 323 0.65 0.50 0.15
2 1Pd@Beta 504 183 321 0.70 0.55 0.15
3 1.5Pd@Beta 433 153 280 0.56 0.43 0.13
4 1Pd@USY 668 174 494 0.45 0.22 0.23
5 1Pd@Y 352 79 273 0.31 0.18 0.13

a__calculated by the BET method; P—external surface area calculated using the t-plot method; “—the total pore
volume determined at a relative pressure (P/Py) of 0.98; d__the mesopores volume calculated using the BJH
method; *—the micropores volume calculated using the t-plot method.

The H-Beta zeolite supported catalysts presented Type IV isotherms, according to
the IUPAC classification, and a H4 hysteresis loop at relatively pressures P/Py of 0.6-1.0
(Figure 2) with a bimodal micro-mesoporosity (Figure 2, inset). In accordance with pre-
vious works [25], the mesoporosity of Beta zeolite is the effect of the packing of small
zeolite nanocrystals.

The Pd@Y and Pd@USY samples presented a combination of Type I and Type IV
isotherms, with the appearance of a micropore filling at low relative pressures (i.e., <0.1)
and a hysteresis loop at a relative pressure of 0.45-0.99. This indicates a hierarchical porous
system combining micro- and mesoporosity. However, there are differences in the size of
the pores, namely, 6.5 nm for 1IPd@Y and 20 nm for 1Pd@USY. The isotherms also showed
a sharp rise in adsorbed amount near saturation (P/Pj of 1.0) which is associated with
condensation in the inter-particle voids (macropores). The presence of the macropores
(cracks and voids) in the two CBV zeolites (i.e., H-Y CBV 600 and H-USY CBV 720) is
caused by the steam and acid leaching treatments [26,27].

While the BET surface areas of Beta zeolite-based samples decreased from 680 m?/g
for H-Beta, to 504-433 m?2/ g for Pd@Beta samples (Table 1, entries 1-3), the surface areas of
Y- and USY-based catalysts decreased from 780 m?/g to 668 m?/g (1IPd@USY) and from
660 m?2/ g to 352 m?2/ g (1Pd@Y), respectively. The Syjcro decrease paralleled Sggr values
indicating some micropore blockages due to Pd deposition on the pore mouths during the
reduction process [28,29].

The crystalline structure of the zeolite supports is well preserved after its impregnation
with the palladium salt (Figures 4-6). In the case of Beta zeolite, the wider full widths at
half-maxima of the diffraction peaks at 26 of 7.79 and 22.53° (indicated with an asterisk in
Figure 4) confirm the small crystal size of the employed Beta zeolite [30] and the existence of
mesopores as an effect of their packing. The absence of the diffraction lines corresponding
to the tetragonal PdO phase (i.e., 26 angles at 33.6° (002), 42.0° (110), 54.9° (112), 60.3° (103),
and 71.7° (211)) and/or metallic Pd (i.e., 26 angles at 39.8° (111), 46.2° (200), 67.6° (220), and
81.4° (311) (JCPDS no. 46-1043)) [31] also indicates that the size of the PAO and Pd particles
is small enough to not be detected by XRD, yielding a considerably high dispersion [29].

The chemical oxidation state of palladium, silicon, and aluminum was determined by
XPS for the catalysts in the reduced form. The HR-XPS spectra are given in Figures S1-54
and the spectral data in Tables S1-S3.

In all the samples, palladium mainly (80-83%) corresponds to a metallic Pd° state
(band located at 335.1-335.2 eV, Figures S1-54 and Table S1) [32,33]. The difference of
16-19% is associated with PdO clusters (band located at 336.8-337.0 eV) [33,34].

The band corresponding to the Si2p level has been deconvoluted into two components
(Figures S1-54, Table S2) assigned to different ionic bonds [35]. For the Pd@USY catalyst,
the main component at 102.5 eV (Table S2) corresponds to silicon in [SiO47] (i.e., 103.2 eV) in
the vicinity of a distorted [AlIO4~] component [36] with different coordination numbers [35].
The band at higher binding energy (103.8-105.0 eV) is associated with [SiO4~ ] components
located in the proximity of the defected sites [33].
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Figure 4. XRD patterns for Beta zeolite (a), 0.5Pd@Beta (b), and 1Pd@Beta (c) samples.
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Figure 5. XRD patterns for H-Y zeolite (a), 0.5Pd@Y (b), 1IPd@Y (c), and 1.5Pd@Y (d) samples.
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Figure 6. XRD patterns for H-USY zeolite (a), 0.5Pd@USY (b), and 1.5Pd@USY (c) samples.
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Finally, the band associated with the Al 2p level has also been deconvoluted into
two components located at 74.6-74.8 eV that were associated with aluminum in a III-fold
state (Figures S1-54, Table S3) and at 75.5-75.8 eV assigned to Al 2p in distorted [A1O; 7]
units for Pd@Beta, and at 73.7-73.8 eV to Al 2p in IV- and VI-fold sites with or without a
proton for Pd@Y and Pd@USY [33].

Table 2 compiles the atomic composition determined from the deconvolution normal-
ized by taking the atomic sensitivity factors [37].

Table 2. The main elements and the atomic composition for each sample.

Sample Si/Al Bulk 0 1s (%) Si 2p (%) Al2p (%)  Si/AIXPS  Pd3d5/2(at%)  Pdo/Pd"*
1Pd@Beta 12,5 62.07 349 2.95 118 0.08 438
1.5Pd@Beta 125 62.38 34.82 2.66 13.1 0.14 41
1Pd@USY 15.0 59.49 30.00 10.39 29 0.11 46

1Pd@Y 2.6 63.58 35.11 123 285 0.07 51

For all the samples, the depletion of the palladium to aluminum ratio may confirm
its agglomeration on the zeolite surface, most probably due to a micropore blockage. On
the other hand, the reduction of the samples produced an enrichment of the surface in Al
for PA@USY, while for Pd@Y, a depletion of Al was observed. Aluminum enrichment of
the surface for PA@Y is accompanied by an increase in the defects in the [SiO4~] zeolite
framework (Table 52). For Pd@Beta, the surface Si/ Al ratio is close to the bulk composition
(Table 2).

Figures S5-57 show the results of thermogravimetric and differential thermal (TG-
DTA) analyses for the decomposition of palladium acetate deposited on zeolites, in a
nitrogen atmosphere. The first loss of mass, accompanied by an endothermic peak below
100 °C, can be associated with the elimination of water from the zeolite channels while the
second mass loss, accompanied by an exothermic effect at 280-330 °C, by the decomposition
of palladium acetate [38]. However, as Figure S7 showed, the TG-DTA indicates a different
decomposition profile of the Pd precursor. Along with the elimination of water, this is
evidence of the other two decomposition steps of the palladium precursor (exothermic
peaks at 230-240 °C and 440-460 °C, respectively), thus suggesting a different interaction
with the zeolite carrier. As XRD and XPS analysis showed, for all the samples, the reduction
step led to highly dispersed metallic Pd® particles (preponderantly) and PdO clusters
located in the depth of the carrier.

H,-TPR allowed establishing the reducibility of the palladium species as an important
element for the catalytic hydrotreatment of humins. The Hy-TPR profiles of the Pd@zeolites
are displayed in Figure 7. In accordance with the literature, the consumed hydrogen
corresponds to the reduction of PdO to metallic Pd [39].

As Figure 7 shows, the TPR profiles display at least two maxima at different tempera-
tures, depending on the palladium loading and zeolite nature. The observed differences
indicate the presence of different types of palladium species. For the case of Pd@Beta, the
loading of palladium was higher, and the temperature corresponding to the H,-TPR peak
was higher, i.e., 235 °C (1.5Pd@Beta) > 180 °C (1Pd@Beta) > 160 °C (0.5Pd@Beta). Typically,
such a variation indicates the formation of larger PAO nanoparticles for 1.5Pd@Beta and
narrower particles for 0.5Pd@Beta, the former more difficult to reduce [40—43]. Indeed, the
highest H, consumption was registered for the 0.5Pd@Beta (2.84 mmol/g) followed by
1Pd@Beta (0.74 mmol/g) and 1.5Pd@Beta (0.06 mmol/g). No H-TPR peak was observed
at a low temperature (<100 °C) indicating a lack of PdO reduction in this range.
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Figure 7. H,-TPR profiles for Pd@zeolite samples.

On the other hand, for the same loading of palladium (i.e., 1 wt%) the TPR profiles
indicate the presence of peaks at temperatures depending on the Si/ Al ratio of the pristine
zeolite. Therefore, the higher the content of aluminum in the zeolite framework, the lower
the reduction temperature of the PdO particles, i.e., 190 °C (1Pd@USY, Si/ Al = 15) > 180 °C
(1Pd@Beta, Si/ Al =12.5) > 157 °C (1Pd@Y, Si/ Al = 2.6), and the corresponding H, consump-
tion: 0.91 mmol/g (1Pd@USY) > 0.74 mmol/g (1Pd@Beta) > 0.46 mmol/g (1Pd@Y). An
additional peak in the TPR profiles has been determined in the range of 300400 °C, which
can be attributed to the presence of PdO nanoclusters inside the support micropores [40].

The DRIFT spectra collected for both non-calcined and the final catalysts (Figures 8-11)
showed specific spectral characteristics (internal vibration of the framework TOy tetrahedron
and vibration related to external linkages between tetrahedral units) of these zeolites [44]. All
zeolites display a broad band in the 30003400 cm ! region attributed to the O-H stretching
of hydrogen-bonded internal silanol groups and hydroxyl stretching of water, and a band at
around 1630-1640 cm ! corresponding to the O-H bending mode of water. The bands in the
1017-722 cm ™! range are attributed to the symmetric and asymmetric stretching vibrations of
the Si-O-T linkages for TOy4 (T = Si and/or Al), respectively). Besides these, slight structural
differences were detected through the asymmetry of the bands.

— 1.5Pd@Y
) I\ [ 0.5Pd@Y
i\ \ | v N —— 1Pd@Y

Absorbance (a.u.)
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4000 3500 3000 2500 2000 1500 1000 500
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Figure 8. IR spectra of the non-calcined 0.5Pd@Y, 1Pd@Y, and 1.5Pd@Y samples and an inset in the
1500-400 cm ! range.



Catalysts 2022, 12, 1202

8 of 18

Absorbance (a.u)

1200 1000 800

Wavenumber (cm')

600

Absorbance (a.u.)

d T T T T T v T T T v T T 1
4000 3500 3000 2500 2000 1500 1000 500

Wavenumber (cm™)

Figure 9. DRIFT spectra of the 0.5Pd@Y, 1Pd@Y, and 1.5Pd@Y and an inset in the 1500400 cm ™! range.
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Figure 10. DRIFT spectra of the non-calcined 0.5Pd@USY, 1Pd@USY, and 1.5Pd@USY and an inset in

the 1800-500 cm~! range.
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Figure 11. DRIFT spectra of the 0.5Pd@USY, 1Pd@USY, and 1.5Pd@USY and an inset in the

1800-500 cm ! range.
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The DRIFT spectra for Pd@Y samples (Figures 8 and 9) display bands characteristic
of Y zeolite [44]. The bands in the 1380-1530 cm 1 range are associated with the vCHj3
deformation. The vC-O stretching vibrations of the Pd precursor are not visible in the
DRIFT spectra of the final catalysts supporting its anchorage (Figure 9). In accordance with
Banse and Koel [45], the disappearance of the band at 697 cm~!, ascribed to the Pd—O
bonds, also validates the formation of the metallic Pd nanoparticles (Figure 9).

H-Y materials typically display an acidic OH band in the vicinity of 3600 cm ™ [26].
Therefore, the two bands at 3600 and 3625 cm ™! are assigned to Si-O(H)-Al [25] or the OH
groups located at the places left by the more easily removable framework aluminum atoms
(Figure 9) [46].

For H-USY, the bands located at 1188, 1064, and 824 cm™! (Figures 10 and 11) are
characteristic of TO, tetrahedron units and are attributed to the external asymmetric,
internal asymmetric, and external symmetric stretching vibrations of Si-O-T linkages
(T=Siand/or Al) [47]. For non-calcined PA@USY, the bands in the range of 1380-1530 cm ™!
are associated with the vCHj3 deformation and vC-O stretching vibrations from the Pd
precursor. For the PA@USY catalysts, these bands vanished due to the effect of the calci-
nation and reduction steps. The broad absorption band in the region 3600-3200 cm ! is
assigned to the Si-OH groups interacting with each other through H-bonds. This large
absorption band is also indicative of the high surface defectives. Additional bands were
also registered at 3720 cm~! and are most probably related to the presence of the Pd(IT)-O-H
groups (Figure 11) confirming the results of the XPS analysis.

As expected, the NH3-TPD analysis revealed the acidic properties of the Pd@zeolite
catalysts (Figure 12 and Table 3). The NH3-TPD profiles (Figure 12) showed at least
three maxima in the temperature ranges of 50-150, 150-250, and 250400 °C, respectively.
The peaks in the region of 50-150 °C correspond to the weak adsorption of the ammo-
nia molecules over the surface terminal silanols (S5i—-OH) [48] while those at 250—400 °C
can be assigned to the surface Breonsted acid sites, namely, the bridged hydroxyl group
(Si-OH-Al) [49]. The extra-framework Al species indicated by peaks in the 150-250 °C range
behave as Lewis acid sites with a weaker strength than the bridged hydroxyl groups [49].

— 1Pd@Beta
— 1.5Pd@Beta
— 1Pd@Y

—— 1Pd@USY

TCD signal (a.u.)

I
50 100 150 200 250 300 350 400 450 500
Temperature (°C)

Figure 12. Temperature-programmed desorption profiles of ammonia for the investigated Pd@zeolites.
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Table 3. Acid site concentration determined through NH3-TPD measurements.

Acid Site Concentration (umols NH3/g)

Catalyst -
50-150 °C 150-250 °C 250-400 °C Total L/B Ratio
H-Beta 66.0 (<300 °C) 4.0 (>300 °C) 70.0 -
0.5Pd@Beta 85.6 19.9 1.01 106.51 19.7
1Pd@Beta 91.51 20.08 1.81 113.40 11.1
1.5Pd@Beta 117.97 10.57 3.70 132.24 29
1 Pd@Y 54.27 - 14.92 69.19 0
1Pd@USY 110.49 0.12 (260 °C) 297 113.58 0.04

As Table 3 shows, for the Pd@Beta catalysts, the concentration of the surface Bronsted
acid site (250-400 °C) decreased after the palladium deposition to a concentration of 1 wt%,
most probably due to the Pd ion exchange which occurs with the replacement of the surface
proton from Si-OH-Al. However, increasing the amount of the palladium from 1.0 wt% to
1.5 wt% led to an increase of the Brensted acidity which, most probably, is related to the
presence of the Pd(II)-O-H groups, also in accordance with XPS. In turn, the concentration
of the Lewis acid sites (150-250 °C) increased greatly, most probably due to the presence of
a high concentration of the well-dispersed PdO species. However, this effect is dependent
on the palladium concentration and the nature of the zeolite. In accordance, if Pd@Beta
samples registered with the highest concentrations of the Lewis acid sites decreased with
the amount of palladium, for Pd@Y, the presence of the Lewis acidity (150-250 °C) is
not detectable while for PA@USY, although in a low concentration, is characterized by
enhanced strength.

In summary, the characterization results suggest the presence of both oxide and
metallic palladium species both on the outer surface of zeolite crystals (lower degree) and
encapsulated within the channels or cavities of zeolites (preponderantly) [23]. During
the calcination and reduction processes, the migration of palladium species in the zeolite
micropores and their aggregation as larger particles take place. In the case of Beta zeolite,
characterized by a large external surface, the higher the amount of palladium, the larger
the formed particles and the lower the reduction degree. However, this process is also
highly dependent on the zeolite framework [50], namely, a complex system of channels and
micropores that can provide strong confinement effects and significantly inhibit particle
growth to a particular size region. For a similar amount of palladium (i.e., 1 wt% Pd), the
higher Si/ Al ratio, the higher the reduction temperature and the higher the H, consumption,
indicating a stronger interaction with the zeolite leading to small particles. In other words,
the palladium dispersion is higher.

2.2. Catalytic Tests

Recently, Wang et al. [16] reported that in the presence of the supported noble metal
catalysts, the hydrotreatment of humins in isopropanol (IPA) as a solvent at 400 °C led
to aliphatic and aromatic hydrocarbons and phenolic compounds, alongside alcoholic
and ketonic by-products (e.g., acetone and methyl isobutyl ketone (MIBK) most probably
formed from the IPA solvent). In the presence of supported noble metals on carbon carriers
(i.e., Ru/C,Rh/C, Pt/C, and Pd/C) under 30 bar H, at 400 °C, the main detected products
are aromatic hydrocarbons, phenols, and esters [15].

In this work, the synthesized catalysts were screened for humins hydrotreatment in
IPA as a solvent, at 250 °C, 30 bar Hy and reaction times of 6, 12, and 24 h. In most of
the reactions, 0.1 g humins and 10 mg catalyst were used (1:10 catalyst to humins mass
ratio) but some experiments were also carried out taking 20 mg catalyst (1:5 catalyst to
humins mass ratio). Under the reaction conditions, hydrogen can also be generated from
the solvent (IPA) via catalytic transfer hydrogenation (CTH) [51,52] providing a larger
amount of hydrogen needed in the reaction.

Figures 13 and 14 present the main results obtained in the presence of Pd@Beta and
Pd@USY catalysts. After 6 h and with 10 mg of catalyst, the humins conversion was only
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25% in the presence of 1Pd@Beta catalyst with a yield to humins oil below 10% (Figure 13).
The conversion increased to 34% with the loading of palladium (i.e., 1.5%) but the yield in
humins oil remained unchanged. A higher conversion of humins was accompanied by a
higher yield in humins oil (20%) only after doubling the amount of catalyst from 10 mg
to 20 mg. After 12 h, the conversion of humins increased from 23% (0.5Pd@Beta) to 33.7%
(1Pd@Beta) and 43.1% (1.5Pd@Beta), for a catalyst to humins mass ratio of 1:10 (i.e., 10 mg
of catalyst). The highest productivity in the humins oil (27.3%) was obtained in the presence
of 1Pd@Beta, after 12 h. In the presence of the 1.5Pd@Beta catalyst, a maximum yield in
the humins oil (but clearly inferior to that obtained in the presence of 1Pd@Beta catalyst)
was obtained after 12 h; a prolonged reaction time of 24 h led to increased conversion of
humins but an inferior yield of humins oil, suggesting the gasification of the oil with the
increase of the reaction time.

G0 -

6h
6 h: 10 mg of catalyst FC(%) .
W Humins oil (%) 24 h
- 20 mg
1 of catalyst
Y 12 h: 10 mg of catalyst 10 mg

40 -

20 -

1Pd@Beta  1.5Pd@Beta 1.5Pd@Beta 0.5Pd@Beta  1Pd@Beta  1.5Pd@Beta  1.5Pd@Bata
Catalyst

Figure 13. Catalytic performances of the Pd@Beta catalysts in the hydrodeoxygenation of humins
(reaction conditions: 0.1 g humins, 8 mL IPA, 30 bars, T = 250 °C).

80 1 B C(%)
12h W Humins oil (%)

50 | 6h 24 h

40 1

20 1

1Pd@uUsY 1.5Pd@USY 1Pd@USY 1.5Pd@USY 1Pd@USY
Catalyst

Figure 14. Catalytic performances of the PA@USY catalysts in the hydrodeoxygenation of humins
(reaction conditions: 0.1 g humins, 10 mg of catalyst, 8 mL IPA, 30 bars, T = 250 °C).
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The nature of zeolite also exerts an influence on the conversion of humins and the
yield of humins oil. Therefore, changing the support from Beta to USY zeolite, for the same
concentration of palladium (i.e., 1.5%) and similar reaction conditions, led to an increase in
the humins conversion from 43.1 to 52.0% (Figures 13 and 14). The textural properties of
USY differ from that of Beta thus the catalytic active sites are possibly more easily accessible
for rather large molecules for subsequent reactions.

For the series of USY-based-catalysts, the variation in the productivity of the humins
oil showed a similar trend, i.e., higher amounts were obtained on the 1IPd@USY catalyst.
However, in this case, these were significantly smaller (17.5%) than on 1Pd@Beta.

The lack of a correlation between these two efficiency parameters (i.e., humins conver-
sion and humins oil yield) is, most probably, due to the formation of different quantities
of gaseous compounds such as carbon dioxide and light hydrocarbons. Most probably,
a higher loading of palladium (i.e., 1.5%) favors not only an enhanced conversion but
also advanced depolymerization and hydrodeoxygenation to light hydrocarbons with
decreased amounts of humins oil.

The average molecular weight (M) of untransformed humins fragments is broad,
depending on the nature of the catalyst and the reaction conditions (Table 4). The product
is a cocktail of molecules with different masses and PD values in the range of 1.5-3.2. It
contains both low molecular weight and high molecular weight components that are not
GC detectable.

Table 4. Molar masses of humins recovered from the hydrodeoxygenation reactions.

Entry Catalyst My, (Da) M, (Da) PD
1 1Pd@Beta 26,383 9600 2.7

2 1.5Pd@Beta 22,835 7195 3.2
31 1.5Pd@Beta 17,390 5923 29
42 1.5Pd@Beta 11,312 3902 29
53 1.5Pd@Beta 8370 4740 1.8
6 1Pd@USY 80,534 53,204 1.5

7 1.5Pd@USY 81,631 31,419 2.6

M,,—average molecular weight (Da); My—molecular mass obtained at half the height of the peak (Da);
PD—dispersion factor. '—12 h, 2—24 h, 3>—20 mg catalyst.

A typical GC-MS spectrum of the liquid phase is shown in Figure 15. Various products
that belong to different organic product classes were observed. Among these products,
the major ones are alcohols, hydroxy-acids, ketones, and alkyl-phenolics. An overview of
the components identified by GC-MS analysis is given in Table 5. Alcohols are by far the
most abundant compound class identified in humins oil, followed by hydroxy-acids and
alkyl-phenolics. As humins contains significant amounts of furan units, the presence of
furanic in the humins oil was expected. However, such compounds were not identified
in the GC-MS analysis. A possible explanation may be related to the high reactivity of
the furan-derived compounds under the reaction conditions (i.e., high temperatures and
hydrogen pressures). In the presence of the Pd-based catalysts, these compounds can be
transformed into alkyl-phenols.

Although all these classes of compounds are produced regardless of the nature of
the catalyst, the composition of the mixture differed from one catalyst to another. Thus,
an increased amount of the Pd in the catalyst formulation results in an enrichment of the
humins oil in alkyl-phenolic compounds.

The results showed that the nature of the support and the palladium amount have
a major effect on the conversion of the humins but also on the yield in the humins oil.
A possible explanation may be related to the textural properties of the zeolites. These
can greatly influence the accessibility of large molecules to the active metal sites and the
subsequent reactions. Another effect can be induced by the different acid strengths of the
investigated zeolites, which may initiate a repolymerization of reactive intermediates, i.e.,
an effect also observed in previous lignin depolymerization studies [53].
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Figure 15. GC-MS spectrum of the humins oil (from the hydrodeoxygenation reaction in the presence
of 1.5Pt@USY, at 250 °C, 6 h, and 30 bar of Hj).

Table 5. Major component classes and representative individual components in the liquid phase
analysis by GC-MS.

Alkanes
2-methyl-penthane
OH
o
: Swl <
/><\ 0 QAOH HO_ A oA
Alcohols 2.2-dimethylbutanol tetrahydro-furfurylalcohol 4-hydroxy-5-(hydroxymethyl) 1.1-dimethyl ethanol
oxolan-2-one
(0]
0 HO
HOv\/U\ ont
Acids OH 0
4-hydroxybutanoic acid butanedioic acid
/O (o)
ToA %
Esters / o
1.1-dimethoxypropane 4-ethyl-1.3-dioxolane
OH
Phenolics p;{ 4.6-di-tert-butyl-m-cresol
(0]
Esters W)Lo/ methyl isobutyrate
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3. Materials and Methods
3.1. Humins Synthesis and Characterization

Humins were prepared in accordance with a recently reported hydrothermal method-
ology [19]. An aqueous solution containing D-glucose (36.0 g D-glucose in 200 mL water,
1.0 M) and H,SO4 (1.078 g, 5.5 mM) was added to an autoclave and heated at 180 °C, for
7 h. The solid (i.e., humins) was isolated by filtration and washed with an excess of water
(300 mL), dried for 12 h at 80 °C, grounded, and purified via a Soxhlet extraction.

3.2. Synthesis of Bi-Functional Pd@zeolite Catalysts

Zeolites (purchased from ZEOLYST International Company) in this study had a
Si0, / Al, O3 ratio of 25.0 (NH3-Beta CP814E), 5.2 (H-Y CBV 600), and 30.0 (H-USY CBV 720),
respectively. The surface areas of the zeolites, provided by the company are 680 m?/g
(CP814E), 660 m?/ g (CBV 600), and 780 m?/ g (CBV 720) [54]. Before use, the NH;3-Beta
zeolite was calcined in an oven at 450 °C, static air atmosphere, for 10 h, when NH;* was
decomposed to NHj3(g) and H*, generating the H-Beta zeolite. The calcination temperature
was raised with a temperature ramp of 2 °C/min. The other zeolites were dried in a
vacuum for 6 h at 110 °C. The preparation of the catalysts was performed as follows: over
1.5 g zeolite was added to a solution containing 16.0, 32.0, or 48.0 mg Pd(CH3COO); (for a
final content of 0.5 wt% Pd, 1.0 wt% Pd and 1.5 wt% Pd, respectively) in benzene (15 mL).
The mixture was stirred for 24 h at room temperature, after which the solvent was removed
by evaporation. The obtained solids were dried at 80 °C for 8 h, calcined at 500 °C for 4 h
(heating rate 1 °C/min), and reduced in a stream of hydrogen (flow rate of 30 mL/min) at
400 °C, for 4 h (heating rate 5 °C/min). The final catalysts were denoted as: 0.5Pd@Beta,
1Pd@Beta, 1.5Pd@Beta, 0.5Pd@Y, 1Pd@Y, 1.5Pd@Y, 0.5Pd@USY, 1Pd@USY, and 1.5Pd@USY.

3.3. Pd@zeolite Catalysts Characterization

The synthesized catalysts were characterized by various techniques such as adsorption-
desorption isotherms of nitrogen at —196 °C, X-ray diffraction (XRD), thermogravimetry
(TG-DTA), diffuse reflectance infrared Fourier transform spectroscopy (DRIFT), tempera-
ture programmed desorption (CO;- and NH3-TPD), temperature programmed reduction
(H»-TPR) and X-ray photoelectron spectroscopy (XPS).

The textural properties were determined from nitrogen adsorption-desorption isotherms
of nitrogen at —196 °C using a Micrometrics Tristar 3020 apparatus. Prior to adsorption, all
samples were systematically degassed at 200 °C under primary vacuum for 4 h. The surface
area was calculated from the BET equation and the pore size distribution was determined
based on the Barret-Joyner-Halenda (BJH) approach.

XRD diffractograms were recorded with a Schimadzu XRD-7000 diffractometer with
Ka radiation (A = 1.5418 A, 40 kV, 40 mA) with steps of 0.02° in the 20 range of 5-80 degrees.

TG-DTA analyses were performed with a Shimadzu apparatus. The heating rate of
the sample was maintained at a value of 10 °C min~!, starting from room temperature up
to 800 °C, in a nitrogen stream of 10 mL min~.

DRIFT spectra were recorded with a Thermo Electron Nicolet 4700 FTIR spectrometer
equipped with a Smart accessory for diffuse reflectance measurements. IR spectra were
scanned in the range of 4000-400 cm~!. The final spectra corresponded to an accumulation
of 400 scans. The baseline was collected taking KBr as reference.

NH;5-TPD experiments were carried out in an AutoChem II 2920 station from Mi-
cromeritics. The samples, placed in a U-shaped quartz reactor with an inner diameter of
0.5 cm, were pretreated under He (Purity 5.0, from Linde) at 120 °C for 1 h and then exposed
to a flow of NHj3 (10.01% in He, SIAD) for 1 h. After that, the samples were purged with
a flow of He (50 mL-min 1) for 30 min at 25 °C in order to remove the weakly adsorbed
species. TPD was then started, with a heating rate of 3°C-min~! till 500 °C. The desorbed
products were analyzed with a TC detector /by GC-TCD chromatography. The desorbed
NHj expressed as umols per gram of catalyst was determined using a calibration curve.
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H,-TPR was performed in the same station. The samples were kept under a flow of
H, (5% in He) with a heating rate of 3 °C-min " till 500 °C. The consumed H, was detected
by a thermo-conductivity detector (TCD) and expressed as mmols per gram of catalyst.

The X-ray photoelectron spectroscopy (XPS) analysis of the samples was performed
in an AXIS Ultra DLD (Kratos Surface Analysis) setup using Mg K« (1253.6 eV) radia-
tion produced by a non-monochromatized X-Ray source at operating power of 144 W
(12kV x 12 mA). The base pressure in the analysis chamber was at least 1 x 108 mbar.
All core level spectra were deconvoluted with the use of Voigt functions (Lorentzian and
Gaussian widths) with a distinct inelastic background for each component [55,56]. A
minimum number of components is used to obtain a convenient fit. The binding energy
scale was calibrated to the C 1 s standard value of 284.6 eV (measured at the beginning of
XPS spectra).

3.4. Catalytic Tests

Catalytic tests (i.e., humins depolymerization followed by hydrodeoxygenation reac-
tions) were performed under the following conditions: 0.01-0.02 g of catalyst was added
to a solution of 0.1 g humins in 8 mL of isopropanol (IPA). After closing the autoclave, it
was pressurized with 30 bars of molecular hydrogen and the mixture was heated at 250 °C,
under stirring, for 6-24 h. After the reaction, the reactor was cooled to room temperature,
the pressure was released, the catalyst and the untransformed humins were separated by
filtration, and the collected reaction products from the liquid phase were recovered by
vacuum distillation of the solvent. The reaction liquid product was denoted as “humins
o0il”. The solid residue (unreacted humins and catalyst) was dried at 70 °C for 12 h, under
vacuum, and weighed for mass balance calculations. Solid and liquid yields were calculated
on the base of the formula:

_mass of solid product — catalyst intake

1
humins intake x 100

Solid yield(%)

L mass of liquid phase
L %) = 1
iquid yield (%) humins intake + solvent intake x 100

The conversion was calculated based on humins intake and the solid products isolated
after the reaction. It assumes that the solid residue consists of unconverted humins and, as
such, the solid form due to repolymerization reactions of reactive intermediates was not
taken into account.

Humins conversion (%)
_ humins intake—(mass of solid after reaction—catalyst intake) % 100
- humins intake

3.5. Products Analysis

The obtained products (i.e., humins oil) were analyzed by GC-FID chromatogra-
phy (GC-Shimadzu) and identified by GC-MS analysis (THERMO Electron Corporation
equipped with TG-55iIMS column, 30 m x 0.25 mm x 0.25 pm). The non-transformed
humins were analyzed by GPC-SEC chromatography to reveal its degree of decomposition
during the catalytic process. An Agilent Technologies instrument (model 1260) equipped
with Agilent PLgel MIXED-E column (7.5 x 300 mm, 3 um) and a multi-detection unit
(260 GPC/SEC MDS with RID, LS, and vs. detectors) was used in this scope. The anal-
yses were performed under the following conditions: THF flow—1 mL/min, injection
volume—100 pL, and temperature 35 °C. Calibration of the GPC system was performed in
the range of 162-1,000,000 g mol~!, with good accuracy of measurements for MW > 1000.
GPC chromatograms allowed the calculation of the average molecular weight of the humins
fragments recovered from the hydrodeoxygenation reaction.
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4. Conclusions

In conclusion, a series of Pd@zeolite catalysts with loadings of 0.5 wt%, 1.0 wt% and
1.5 wt% Pd (zeolites: Beta (Si/Al = 12.5), Y (Si/Al = 2.6) and USY (Si/Al = 15)) were
prepared using palladium acetate (Pd(CH3COO);) as a precursor.

The resulting catalysts were characterized by XRD, adsorption-desorption isotherms
of nitrogen, XPS, TG-DTA, Hy-TPR, DRIFT, and NH3-TPD techniques. The obtained
results suggest the formation of the hierarchically micro-mesoporous architectures in which
both oxide and metallic palladium species exist preponderantly encapsulated within the
channels or cavities of zeolites. During the activation (i.e., calcination and reduction)
process the migration of palladium species and their aggregation as larger particles take
place. The higher the amount of palladium, the larger the formed particles and the lower
the reduction degree. On the other hand, the higher the Si/ Al ratio, the stronger interaction
of the palladium species with the zeolite framework. This leads to small particles highly
dispersed on the zeolite surface.

The humins obtained from glucose were converted by hydrodeoxygenation to humins
oil using the prepared Pd@zeolite catalysts, at only 250 °C. In the series of Beta-based
catalysts, the highest level of conversion was 57.8% (1.5Pd@Beta, 24 h, 250 °C) while the
highest percentage in the humins oil was 27.3%, on the 1Pd@Beta catalyst (12 h, 250 °C). For
the series of USY-based-catalysts, the variation in the productivity of the humins oil showed
a similar trend, i.e., higher amounts were obtained on the 1IPd@USY catalyst. However, in
this case, these were significantly smaller (17.5%) than on 1Pd@Beta. Unfortunately, for
high humins conversions, the amount of humins oil is lower. These results clearly show a
high influence of the features of the catalyst (nature of the Pd species and physico-chemical
features of the zeolite carrier) upon the reaction products.

These findings confirm that the solid useless humins waste may be (partly) depoly-
merized to liquid oil, which may further serve as a source for the production of valuable
biobased chemicals such as alcohols, hydroxyacids, ketones, and alkyl-phenolics. The
advantage of the process consists of a much lower reaction temperature by comparing
with those reported in the literature (250 °C versus 400 °C). However, increased produc-
tivity of the process requires additional investigations focusing on the optimization of the
catalytic system.
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