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Nickel on nitrogen-doped carbon pellets
for continuous-flow hydrogenation of
biomass-derived compounds in watert

Francesco Brandi,® Marius Baumel,? Valerio Molinari,® Irina Shekova,®
Iver Lauermann,® Tobias Heil,® Markus Antonietti @2 and Majd Al-Naji (& *2

Hydrogenation reactions in water at elevated temperatures are challenging for heterogeneous catalysts.
Thus, we present a simple, cheap, scalable, and sustainable approach for synthesizing an efficient and
stable Ni catalyst supported on highly porous nitrogen-doped carbon (NDC) in pellet form. The perform-
ance of this catalyst was evaluated in the agueous-phase hydrogenation of lignocellulosic biomass-
derived compounds, i.e., glucose (Glu), xylose (Xyl), and vanillin (V), using a continuous-flow system. The
as-prepared 35 wt% Ni on NDC catalyst exhibited a high catalytic performance in all three aqueous-phase
hydrogenation reactions, i.e., the conversion of Glu, Xyl, and V was 96.3 mol%, 85 mol%, and 100 mol%
and the yield of sorbitol (Sor), xylitol (Xyt), and 2-methoxy-4-methylphenol (MMP) was 82 mol%, 62 mol%,
and 100 mol%, respectively. This high activity was attributed to the high specific surface area of NDC and
mainly to the heterojunction effects stabilizing and adjusting the homogenously and highly dispersed Ni
nanoparticles (Ay; = 20 m? g™) on the surface of NDC. Changing the electron density in the nickel nano-
particles allows the high performance of the catalyst for a long time on stream (40 h) with minimized Ni

rsc.li/greenchem

Introduction

A biorefinery is an engineering concept for producing a wide
range of valuable bio-based building blocks from renewable
resources such as lignocellulosic biomass.' As about 80 wt%
of lignocellulosic biomass comprises sugars (Fig. 1) and the
remaining 20 wt% being lignin-based aromatics (Fig. 1), it pos-
sesses high potential to be catalytically upgraded to a wide
range of platform chemicals.®'® For this purpose, different
catalytic reactions have been implemented such as hydrolysis,
hydrogenation, dehydration, oxidation, isomerization, aldol
condensation, and reforming."'™" Among these reactions,
catalytic hydrogenation is an important reaction towards
diverse compounds with a wide range of applications.>"*™"”
Most of the reported studies dealing with the hydrogenation of
lignocellulosic biomass-derived compounds utilized noble
metal-based catalysts in batch systems.'®'® However, to be
economically efficient, a biorefinery must be based on a robust
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leaching and without the loss in catalytic performance.

process, which can operate for a long period at a large scale
with minimal downstream processes.'® The development of
heterogeneous catalysts for the continuous flow system can
contribute to these needs. Moreover, the mass and heat
control guaranteed by the flow process can allow the tunability
of the reaction products.””*' Additionally, the development of
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Fig. 1 Lignocellulosic biomass composition and hydrogenation of its
derivatives, i.e., glucose (Glu) hydrogenation to Sorbitol (Sor) as cell-
ulose-derived process, hemicellulose derived compounds, Xylose (Xyl)
conversion to Xylitol (Xyt), and the hydrogenation of Vanillin (V), from
lignin, to 2-methoxy-4methylphenol (MMP) through Vanillyl alcohol
(VA).
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the flow process at the lab scale facilitates seamless scalability
to industrial purposes.

Generally, the exposure of metal-based catalysts to water at
high temperatures leads to fast deactivation due to metal
leaching and loss of textural properties.>* The leaching effect
in the case of noble metals (Au, Pd, Pt, and Ru) is lower than
that with non-noble metals, e.g., Ni, due to their high oxi-
dation potential. However, if compared to noble metals, Ni is
preferable due to its lower cost and higher sustainability.
Additionally, Ni is a classical hydrogenation catalyst.>* For Ni,
it has been reported that slightly aqueous acidic conditions
(pH < 6) as well as the presence of alcohol species in the solu-
tion lead to the rapid formation of Ni** species, which acceler-
ates the leaching process.*»** Traditionally, heterogeneously-
catalyzed reactions are conducted using supports (Al,O3, SiO,,
and zeolite) that also barely survive in hot water for longer
operational times. These support materials undergo phase
changes and collapse of the porous structure in the aqueous
phase above 150 °C.>**?® On the other hand, carbonaceous
materials are well known to be stable under harsh hydro-
thermal conditions (350-550 °C).>° In addition, it is possible
to tune the electrochemical properties of carbon materials via
doping with heteroatoms, i.e., N and S.>**" Therefore, utilizing
nitrogen-doped carbon (NDC) as a support for Ni nano-
particles allows charge transfer from Ni to the support, ie.,
NDC, which leads to Ni with more positive oxidation poten-
tials, i.e., higher “nobility”.>**" In this regard, it has already
been described that Ni supported on NDC presents higher
activity when compared with a pristine carbon support.*?

Based on the valorisation of the cellulosic biomass fraction,
the hydrogenation of glucose (Glu) to sorbitol (Sor) is an essen-
tial reaction and the worldwide demand of Sor is already
higher than 500 kton per year, mainly as an additive in cos-
metics, food, or pharmaceuticals.**** Moreover, Sor dehydration
leads to the production of isosorbide, which can be used as a
diol building block for a novel class of bio-polymers.*®®
Industrially, Sor is synthesized from the hydrogenation of
glucose, utilizing skeletal Ni catalysts.*>* Additionally, several
noble metal-based catalytic systems have been reported for Glu
hydrogenation in water, such as Ru (Ru/Al,O3;, Ru/C, Ru/zeolite,
and Ru/Si0,)*>*** as well as Pt (Pt/AlL,O;, Pt/SiO,, and
Pt/C).*>*® Also, non-noble metals were used, such as Cu
(Cu/si0,)* and Ni  (Ni/SiO,, Ni/TiO,, Ni/Al,05).*>***
Furthermore, rapid deactivation of Ni catalysts was observed due
to the significant leaching of Ni under the reaction conditions in
the initial hours of reaction.*>***® Also, 5.0 wt% Ru supported
on MCM-48, carbon, and TiO, each provided Glu conversion of
90-95% with 100% selectivity for Sor in a batch system at 220 °C,
2.5 MPa of H,, and 25 min of reaction time.>** Pan et al.*?
demonstrated that Ru on multi-wall carbon nanotubes (MWNT)
has a higher efficiency than the RANEY® Ni catalyst in the batch
setup at 220 °C, 4.0 MPa, and 120 min of reaction time.

Similarly, xylose (Xyl) is the major sugar in the hemi-
cellulose fraction. Therefore, the hydrogenation of Xyl to
xylitol (Xyt)—a natural 5-carbon polyalcohol—is an important
reaction due to its properties such as low caloric content, anti-
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cariogenic action, solubility in water, and stability at high
temperatures.®® These properties allow Xyt to be utilized in a
wide range of consumer products. Analogous to the process
for Sor production, Xyt can be synthesized via hydrogenation
of Xyl using supported Ni (RANEY® Ni, Ni/Al,O3, Ni/SiO,) or
Ru (Ru/Al,O3, Ru/C, Ru/TiO,, Ru/ion exchange resins, and Ru/
HY zeolite catalysts).*®>°> Most of these studies reported a
high conversion yield of Xyl and Xyt in a batch system, temp-
erature range from 120 °C-190 °C, H, pressure of 2.0 MPa-8.0
MPa at longer reaction times of 2-6 h.”*>®

From the lignin fraction, vanillin (V), for instance, is used
in food, beverages, pharmaceuticals, and fragrances but also
fuel additives.’®®” The vanillin hydrogenation product,
2-methoxy-4-methylphenol (MMP), is used as a fuel additive or
food flavour and also as a sustainable source of bisphenolic
compounds.®® Typically, the hydrogenation of V to vanillyl
alcohol (VA) or MMP is conducted using supported precious
metal (Pd, Pt, Ru, and Rh) catalysts in batch systems and high
pressure of H, (0.5 MPa-10 MPa).>® Nevertheless, few studies
have investigated the utilization of supported Ni or Cu as an
active species. In this regard, Bindwal et al.>” showed efficient
conversion of V to VA and MMP using Ru/C (complete V conver-
sion with VA yield up to 90 mol% and MMP yield up to 10 mol%
at 65 °C and 2.1 MPa of H,).”” Furthermore, investigations about
the performance of noble metals catalysts (Ru, Rh, Pd, Au, and
Pt) supported on C in the aqueous phase hydrogenation of V in a
batch system were reported.®® All these catalysts showed com-
plete V conversion, whereas Pd/C gave the highest yield of MMP
(95%) H,.®° Moreover, bimetallic Cu-Pd catalysts anchored on
organic porous polymer were found to be able to convert V to
MMP (yield 93 mol%) in i-propanol as the solvent.”!
Nevertheless, few studies have been reported utilizing non-noble
metal based catalysts for V hydrogenation. For instance, Nie
et al.®® obtained V conversion of 90% and MMP yield of 66%
using 20 wt% Ni on nitrogen-doped carbon in a batch system at
150 °C, 0.5 MPa of H,, and 2 h of reaction time.®?

From the abovementioned survey, it can be seen that the
continuous flow process for aqueous-phase hydrogenation of
lignocellulosic biomass-derived compounds namely Glu, Xyl,
and V has barely been investigated. Furthermore, most of the
used catalysts are not sustainable for large scale operation, i.e.,
noble metal-based catalysts.

To establish a sustainable biorefinery process, a catalyst in
the pellet form is highly required, should be based on a non-
noble metal, and must be able to work in the aqueous phase
for a long time on stream at a temperature above 100 °C.
Therefore, this study presents a simple, cheap, sustainable,
and scalable approach for the preparation of a stable Ni cata-
lyst supported on porous nitrogen-doped carbon (NDC). The
performance of the as-prepared catalyst (Ni/NDC) was assessed
in the aqueous-phase hydrogenation reactions, namely, Glu to
Sor, Xyl to Xit, and V to MMP in the continuous flow process
(Fig. 1). Furthermore, the effect of reaction temperature and
residence time on the catalyst performance and product distri-
bution was addressed. Finally, the performance of the catalysts
as a function of time on stream (TOS) was evaluated.

This journal is © The Royal Society of Chemistry 2020
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Experimental
Preparation of Ni supported on nitrogen-doped carbon (NDC)

The porous nitrogen-doped carbon (NDC) pellets were syn-
thesized based on a physical mixture of semolina as a sustain-
able carbon source, urea, glucose, water, and ZnO nano-
particles (20 nm) as a porogen. Firstly, the glucose, urea, and
water mixture as a nitrogen source and binder with a molar
ratio of 1:3:11 was prepared at 90 °C for 2 h with continuous
stirring. Then, a 2 kg mixture composed of semolina (48 wt%
of the mixture) and the previously prepared glucose, urea, and
water mixture (8 wt% of the mixture) and ZnO nanoparticles
(20 nm) as a porogen (24 wt% of the mixture) were mixed
together using a commercial kitchen kneader (Bosch, pro-
fessional home series, model MUMVH48BCN). To provide a
consistency that allows for extrusion, 160 mL water (20 wt% of
the mixture) was slowly added to the mixture as a plasticizer.
Finally, the low-moisture mixture was extruded and cut in the
pellet form with dimensions of 1 mm (diameter) and 1.5 mm
(length) using a commercial noodle extruding machine (La
Monferrina P3) equipped with a 1 mm PTFE die and automatic
cutting knife, ¢f. Fig. S1 in the ESI{ and the video of the extru-
sion process. The extruded pellets were dried at room tempera-
ture for 12 h. The dried pellets were carbonized at 950 °C
under N, atmosphere using a three step program: (i) purging
the oven atmosphere with N, at room temperature for 30 min;
(ii) increasing the temperature to 120 °C with the heating rate
of 3 °C min~' and maintaining it for 2 h; this step is to
promote crosslinking;®® (iii) elevating the temperature to
950 °C with the heating rate of 3 °C min™" and maintaining it
for 2 h, then cooling it down to room temperature. Finally, the
carbonized pellets (Fig. S2 in the ESI}) were washed using 0.1
M HCI solution (15 mL g~ " of NDC) under continuous stirring
for 10 h to remove the residual Zn from the pellet.

Ni with 35 wt% as the aimed loading was incorporated on
NDC via incipient wetness impregnation. Later, the 35Ni/NDC
was calcined in the presence of N, atmosphere. Finally, and
prior to the catalytic test, the catalyst was reduced under the
flow of the forming gas (more details of the incipient wetness
impregnation can be found in the ESIf).

Characterization of NDC and 35Ni/NDC

The prepared parent NDC, and fresh and used 35Ni/NDC were
characterized using N, sorption, elemental analysis, scanning
electron microscopy (SEM), transmission electron microscopy
(TEM), thermogravimetric analysis (TGA), X-ray diffraction
(XRD), X-ray photoemission spectroscopy (XPS), and CO-temp-
erature programmed desorption (CO-TPD). The details of
characterization procedures are reported in the ESL{

Catalytic evaluation

Continuous flow system setup. The catalytic hydrogenation
experiments were conducted in a homemade continuous flow
fixed bed reactor, similar to our previously described system
(Fig. $31).°* This system consists of: (i) HPLC pump equipped
with a pressure sensor (Knauer Azura P 4.1S Series), (ii) a two-

This journal is © The Royal Society of Chemistry 2020
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side opened heating mantle equipped with a heat controller
(Model # 4848 from the Parr Instrument Company), (iii) mass-
flow controller to supply H, (Series SLA5800, Model
SLA5850SC1AF1B2A1 from Brooks Instruments), (iv) tee union
for gas-liquid mixer (Swagelok SS-400-30) to mix the supplied
H, with the reaction solution before reaching the pre-heating
unit and the catalyst bed, and (v) sampling unit equipped with
proportional relief valves as a pressure regulator (Swagelok
SS-RLAMSFS8-EP). To ensure efficient heat transfer from the
oven to the fixed bed reactor, an aluminium cylinder with
three different holes was placed inside the oven, ie., a 1/16"
hole as a pre-heating unit to heat the reactant to the desired
reaction temperature before it comes into contact with the
catalyst bed, a 1/4” hole to place the fixed bed reactor (tubular
reactor; inner diameter = 4.6 mm, outer diameter = 6.5 mm,
and length = 25 mm), and a third hole for the thermocouple
(Model # A472E5 from the Parr Instrument Company), cf. ESI,
Fig. S4.t

Catalytic experiment

In a typical experiment, 1 wt% of an aqueous solution of
glucose (Cgry = 56 mM), xylose (Cxy1 = 64 mM), or vanillin (Cy =
72 mM) were fed via the HPLC pump at different liquid flow
rates of 0.3, 0.5, 0.7, 1.0, or 3.0 mL min~', mixed with an
excess amount of H, (Qy, = 15 mL min~" at a pressure of 2.5
MPa), and introduced into the preheating unit prior to the
fixed bed reactor. 1 g of the catalyst pellets were fixed between
0.1 g of quartz wool. The reactor temperature and pressure
were kept at ambient values for 15 min. Later, the system
pressure was adjusted to 2.5 MPa and the temperature was
increased to the targeted values, ie., 80 °C, 100 °C, 125 °C,
135 °C, and 150 °C. The samples (ca. 2 mL) were collected
once the steady state was reached after ca. 30 min.

Caution: Each time of stream (TOS) experiment was con-
ducted in 4 consecutive days (ca. 10 h each day) without remov-
ing the catalyst from the tubular reactor and applying any post
treatment on the catalyst.

Product analysis was performed using HPLC Agilent 1200
series equipped with a quaternary pump, diode array detector
(DAD), and refractive index detector (RID). The analysis pro-
cedure and quantification of the reaction products are
described in detail in the ESL.{

Results and discussion
Catalyst preparation and characterization

The Ni catalyst (35 wt%) supported on porous nitrogen-doped
carbon (NDC) pellets was prepared via incipient wetness
impregnation. The parent support (NDC) and 35Ni/NDC were
characterized and compared via elemental analysis, N, sorp-
tion, scanning electron microscopy (SEM), transmission elec-
tron microscopy (TEM), powder X-ray diffraction (XRD),
thermogravimetric analysis (TGA), temperature programmed
desorption (TPD), and X-ray photoemission spectroscopy
(XPS).

Green Chem., 2020, 22, 2755-2766 | 2757
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Ni is a sustainable metal for hydrogenation reactions,
which, supported on NDC, possesses a high catalytic
performance.’>®>°® NDC, as a support, has already been
reported to change the chemical behaviour of metal nano-
particles compared to pristine carbon supports.*’*>7%% The
presence of N makes the work function of the support more
positive and promotes a partial charge transfer from the metal
to the support, establishing a Mott-Schottky heterojunction.®”
This effect is proposed to result in strong Ni nanoparticles-
support interaction, as shown in Fig. 2. Moreover, the charge
transfer between Ni nanoparticles (") leads to strongly
“bonded” nanoparticles on the support, which is due to
Coulomb interaction but also due to better wetting of the

Ni/NDC

Ni/C

Fig. 2 Proposed charge-transfer stabilization effect between Ni nano-
particles and NDC (left) in comparison to a pristine carbon support
(Ni/C).
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metal to the support. This, as such, gives to the Ni a higher
reductive character and resistance against oxidation against
1eaching.30’32'67’69

Herein, we present the first application of pelletized “Mott—
Schottky” catalyst for the hydrogenation of biomass-derived
compounds in water. Beyond this specific application, this
type of catalyst is considered to be suitable for biorefinery pro-
cesses at a large scale and in a broader context, as it is cheap
and scalable and, in the present case, even based on largely re-
grown sustainable carbon sources. In the novel “kitchen-lab”
synthesis of 35Ni/NDC, we directly produce pellets that are
suitable for continuous flow systems. The synthetic protocol
follows traditional pasta manufacturing (kg scale) and starts
with a cheap and abundant carbon source, viz., semolina, and
ZnO nanoparticles (broadly available as a UV pigment or baby
powder) that are used as a porogen. Semolina and a mixture of
urea/glucose have been selected as “publicly available” carbon
and nitrogen precursors. Semolina is relatively rich in protein
(12 wt%) and carbohydrates (71 wt%), cf. Table 1.

In addition, the glucose-urea mixture has been reported
as a low price, processable liquid precursor for carbon.”®
Moreover, ZnO has been previously utilized as a versatile tem-
plating agent since it can be simply removed via thermal treat-
ment at high temperatures (>900 °C) through ZnO carbother-
mal reduction to Zn, which evaporates at that temperature
(Fig. 3).”"7% After the carbonization step, porous NDC pellets
were obtained with a mass yield of 30 wt%. The elemental
composition of porous NDC is listed in Table 1. After the Ni
impregnation, a content of 35 wt% of Ni was obtained (charac-

Table 1 Chemical composition obtained by elemental analysis and textural properties derived from N, sorption for the dried NDC precursor, the
parent support (NDC), freshly reduced 35Ni/NDC, and the spent catalyst. The Ni specific surface area was determined via CO-TPD

Catalyst C/wt% N/wt% C/Nratio Ni%wt% Zn“wt% Agpr/m? g Ameso /M2 g7 Vineso 2/em® g7t Volem® g7! Ay /m® g 7!
Dried NDC Precursor 38 5.2 13 n.a. 34 n.a. n.a n.a n.a n.a.

NDC 80 3.5 23 n.a. <0.2 827 99 0.30 0.57 n.a.
35Ni/NDC 53 2.9 18 35 <0.2 700 92 0.24 0.42 21
35Ni/NDC_Ugy 56 2.8 20 31 <0.2 730 90 0.25 0.51 14
35Ni/NDC_UXy1 52 2.7 19 29 <0.2 799 113 0.26 0.55 14
35Ni/NDC_Uy 59 2.4 24 304 <0.2 125 70 0.08 0.14 14

n.a.: Not applicable.

a) Carbonization

’
%

“ Measured via ICP-OES. ? Calculated via QSDFT. ¢ Measured via CO-TPD. ¢ Normalized to C.

c) Calcination

b) Impregnation

R

# =0
L S

Fig. 3 Schematic representation of the catalyst synthesis protocol starting from the extrusion, carbonization, calcination, and reduction steps.
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—&— NDC Adsorption Isotherm
—+— NDC Desorption Isotherm
~—@— 35Ni/NDC Adsorption Isotherm {
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Fig. 4 N, sorption isotherm at 77 K of the parent NDC and 35Ni/NDC.

terized via ICP-OES). Upon carbonization and catalyst acti-
vation, the C/N ratio was found to be constant (~20), cf.,
Table 1. The N, sorption isotherm of the parent carbonized
NDC and 35Ni/NDC is presented in Fig. 4, representing type
IV, which is characteristic of mesoporous materials. As
expected upon Ni impregnation, the specific surface area
(Ager) and specific pore volume (V,,) decreased from 827 m*
g7 to 700 m* ¢”" and 0.57 em® g~" to 0.42 em® g7, respect-
ively. The reduction in the textural properties is attributed to
the change in the mass density of the sample, as well as the
coverage of the support surface and pores with Ni.”> However,
the specific surface area of the mesoporous material was
found to be (~100 m* g™ "), ¢f Table 1.

The XRD patterns of parent NDC and freshly reduced 35Ni/
NDC showed a main broad reflection at 26 of 25°, which
corresponds to the typical reflection of turbostratic carbon
(002), as shown in Fig. 5.”* The absence of any Zn phase indi-
cates the efficient removal of the template. The freshly reduced
35Ni/NDC presents only typical reflections of Ni° at 26 of 44°
and 51°, which indicate the complete reduction of NiO after
calcination and reduction processes.”?

The images obtained via high resolution scanning trans-
mission election microscopy (HR-STEM) and scanning elec-
tron microscopy (SEM) are shown in Fig. 6 and Fig. S5-S7 ESI{
show the support morphology and the Ni nanoparticles on the
parent NDC and 35Ni/NDC. The comparison between NDC

——NDC 1
| 35Ni/NDC
= Ni°

+ C

£200

Intensity \ a.u.

"_:(i_—J

e

1 i " L

20 30 40 50 60 70
20\°

Fig. 5 XRD patterns recorded for the parent NDC and freshly reduced
35Ni/NDC.
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Fig. 6 (A) HR-STEM and (B) SEM picture of 35Ni/NDC.

and 35Ni/NDC revealed that the Ni nanoparticles are homoge-
nously dispersed on the surface of NDC with an average nano-
particle size of 25 nm. This is in good agreement with the crys-
tallite diameter calculated using the Scherrer equation from
the XRD pattern. In addition, the EDX mapping for C, N, and
Ni, as shown in Fig. 7 and S6,1 shows that N is homogeneously
distributed on the NDC support. The XRD results and
microscopy imaging results are in good agreement with the
results obtained from CO-TPD showing a high Ni surface area
(21 m? g™") with crystallite size of 21 nm. Furthermore, X-ray
photoelectron spectroscopy (XPS) results of the binding state
of N (1s) bond for both parent NDC and 35Ni/NDC showed the
presence of N-pyridinic, N-pyrrolic, N-graphitic, and N-oxide
species (Fig. S8 in the ESI{). However, due to overlap of
different N contributions, a clear quantitative deconvolution of
these peaks was not possible. The XPS of Ni (2p;,) for freshly

Fig. 7 EDX mapping of 35Ni/NDC crushed pellets placed on a conduc-
tive carbon tape. In black and white, the selected area for mapping, in
green, red, and blue are Ni, C, and N, respectively. The black area in the
C map is the shadowing effect due to the sample thickness.

Green Chem., 2020, 22, 2755-2766 | 2759
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reduced 35Ni/NDC exhibited the presence of Ni’ and partly oxi-
dized Ni (Fig. S9 in the ESI}). The presence of NiO on the
outer layer of Ni° is attributed to the exposure of the catalyst to
air after the reduction step. This assumption is in good agree-
ment with HR-STEM coupled with EDX in which low O
amount (11 at%) was found on the core of Ni nanoparticles (¢f.
EDX quantification in Table S1 in the ESI{). However, an accu-
rate surface quantitative analysis of the Ni species by XPS was
not possible due to signal interference from different Ni
species contributions.

Performance of 35Ni/NDC in the aqueous-phase
hydrogenation of biomass-derived compounds

Glucose hydrogenation. Glucose (Glu) was chosen as a repre-
sentative of hexoses to give sorbitol (Sor). Thus, the continuous
flow process for hydrogenation of Glu to Sor in water using
35Ni/NDC was designed and performed (Scheme 1). In this
section, the influence of reaction temperatures and different
space time () on the catalyst performance in the selective
aqueous-phase hydrogenation of Glu to Sor was investigated.
Additionally, the evaluation of the catalytic activity as a func-
tion of time on stream (TOS) was studied.

Firstly, a blank experiment with no catalyst at 150 °C
showed a low X, (9.6 mol%), cf ESI, Fig. S10.1 In addition,
fructose (Fru) was the only detected product with Yg. of
5.3 mol%, which is formed via Glu isomerization in water
under the utilized reaction conditions (Scheme 1). The un-
identified products (~4.3 mol%) can be correlated to the for-
mation of insoluble humins in the presence of water under
these reaction conditions.”””® Furthermore, only the presence
of the support (NDC) improved Xg;, from 9.6 mol% to
29.3 mol% without a significant change in Y, (6.2 mol%), cf:
ESI, Fig. S10,T which is related to the increased formation of
insoluble humins (~23 mol%). Accordingly, the presence of
porous NDC accelerates the dehydration and humification
process of Glu even in the absence of active Ni° hydrogenation
sites. The effect of the reaction temperature on the perform-
ance of 35Ni/NDC as well as on the formation of insoluble
humins was investigated at three different reaction tempera-
tures, ie., 100 °C, 125 °C, and 150 °C. As expected, the pres-
ence of 35Ni/NDC improved Glu conversion at 150 °C with
respect to the experiment conducted with no catalyst and with
only the use of NDC (Fig. 8 and Fig. S10 in the ESI{), yielding
a Xgy of 97 mol%, which corresponds to a glucose space time
conversion (STCgyy) of 0.23 mol h™ moly; . Also, in the pres-
ence of Ni° on NDC, Sor was the only identified product with a
Sor space yield (STYsor) of 0.21 mol h™ moly " (Yeer =

OH OH OH OH
o +H,
Ho/\_/k‘)\g . I OH
OH OH OH OH
Glu Sor

Scheme 1 The aqueous-phase hydrogenation of Glucose (Glu) into
Sorbitol (Sor).
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(STYso,) as a function of reaction temperature (T), using 35Ni/NDC in the

aqueous-phase hydrogenation of Glu to Sor; reaction conditions: cq, =

56 mM (1.0 wt%), T = 100 °C, 125 °C and 150 °C, Qequct = 0.3 mL min~t
(r = 4.2 h moly; molgy™), Qu, = 15 mL min~t and p = 2.5 MPa.

89 mol%). Moreover, the formation of insoluble humins was
drastically reduced (from ~23 to ~8 mol%) in comparison
with the experiments conducted in the absence of Ni (only
NDC).

As expected that STCgp, and STYs,, increase with tempera-
ture, elevating the reaction temperature from 100 °C to 125 °C
and then to 150 °C is combined with an increase in STCg,, from
0.11 mol h™" moly; " (X = 51 mol%) to 0.19 mol h™ moly; ™"
(Xg1u = 89 mol%) and to 0.23 mol h™ moly; ™" (X, = 97 mol%),
respectively (Fig. 8). Similarly, STYs, increased from 0.10
mol h™ moly;™" (Ysor = 46 mol%) to 0.18 mol h™" moly; "
(Ysor = 84 mol%) and to 0.21 mol h™" moly;™" (Ysor = 89 mol%),
respectively (Fig. 8). These results showed that at the lower
reaction temperature, i.e., 100 °C, the conversion is very low
and hydrogenation does not proceed with high efficiency,
while at 125 °C, there is an improvement in STCgj, from
0.11 mol h™* moly;* to 0.19 mol h™ moly; . A further increase
in the temperature to 150 °C leads to almost complete conver-
sion (Xgi, = 97 mol%) and to the highest STYg,, of 0.21 mol h™*
moly; . On the other hand, at low temperature, such as 100
and 125 °C, the formation of insoluble humins is very low
(<5 mol%), while at 150 °C, the humification appears to be
more pronounced (~8 mol%). However, the amount of insoluble
humins that were formed using a space time (t) of 4.2 h moly;
molgy, ", i.e., a residence time of 15 min, is still very low in com-
parison to the reported data using a batch system (over
50 mol% at similar conditions).”®

Due to its high STYs,, and STCgyy, the reaction temperature
of 150 °C was selected for further investigation corresponding
to the aqueous-phase hydrogenation of Glu to Sor. The high
STYsor and STCgy, values using 35Ni/NDC are attributed to the
high specific surface area (700 m> g™') and specific pore
volume (0.42 ecm® g™ ") of the 35Ni/NDC catalyst. Moreovet, it is
correlated to the high amount of Ni (35 wt%, as proved by
ICP-OES), which is homogenously and highly dispersed on the
surface of NDC with a high specific Ni surface area (Ay;) of
20 m> g~' derived from CO-TPD (see the SEM, TEM, and EDX

This journal is © The Royal Society of Chemistry 2020
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images in Fig. 6, 7, and Table 1). Moreover, experiments were
performed using 35Ni/NDC at 150 °C and at different space
time (7), i.e., 2.0, 2.8, and 4.2 h moly; molg,, ™", which corres-
pond to the residence time of 6.4, 9.0, and 15 min, respectively
(Fig. S11 and S12 in the ESIf). These experiments intend to
demonstrate the key advantage in the continuous flow process,
namely to control the contact times, which allows to avoid
follow up reactions, e.g., formation of humins, and to maxi-
mise the STCgp, and STYs,, as well as the selectivity towards
the desired product, i.e., Sor. Shortening the space time from
4.2 to 2.8 and to 2.0 h moly; molgy,*, the STCqyy is drastically
increased from 0.22 to 0.34 and to 0.46 molg, h™" moly;™*
(Fig. S117), analogously resulting increase in STYs,, from 0.21
to 0.31 and to 0.39 molg,, h™" moly;~". Despite the higher
STCgle and STYg,, the glucose conversion Xg), slightly
decreased from 97 mol% to 95 mol% and then to 84 mol%
(Fig. S127%).

This decrease in Xgy, is attributed to the very short contact
time between the reactant and the catalyst. A maximized Xg,
(97 mol%) and Ys,, (89 mol%) was found at the space time (z)
of 4.2 h moly; molg,, ™. A shorter space time (z), ie., 2.0 h
moly; molg,, " and 2.8 h moly; molgy, ™, showed only a linear
decrease in the Xg, and Y, (Fig. S12f). Thus, it can be
deduced that a longer residence time can be applied to ensure
efficient catalytic performance. Interestingly, we observed only
a little drop in the selectivity towards sorbitol from 91% to
89% and to 85%, when the residence time was shortened,
from 4.2 to 2.8 and 2.0 h moly; molg,, ", respectively. This cor-
responded to the presence of traces of unreacted Fru of
~1 mol% and ~4 mol% at 2.8 and 2.0 h moly; molg, ™,
respectively.

Therefore, the optimum reaction conditions namely
(150 °C, 4.2 h moly; molg, ™" of space time, 1.0 g of catalyst,
H, flow of 15 mL min~", and pressure of 2.5 MPa) were
applied to study the catalyst performance as a function of time
on stream (TOS) for the conversion of Glu to Sor (Fig. 9). The
catalyst performance from the perspective of Xg;, was retained
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Fig. 9 The space time conversion of Glu (STCg,) and yield of Sor
(STYsor) as a function of time on stream (TOS) using 35Ni/NDC in the
aqueous-phase hydrogenation of Glu to Sor; reaction conditions: cg, =
56 MM (1.0 wt%), T = 150 °C, Qequct = 0.3 mL min~t (z = 4.2 h moly;
molg, ™), Qn, = 15 mL min~*and p = 2.5 MPa.
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without any change within 35 h of TOS (STCgj, and STYser >
0.20 mol h™ moly; ). In addition, only a slight drop in the
selectivity of Sor was observed after 35 h of TOS (Fig. 9).
Nevertheless, the STYg, persisted above 0.20 molg,, h™*
moly; ' (Ysor > 79 mol%) after 40 h of TOS (Fig. 9). The
observed decrease in STYs,, can be correlated to the deposition
of insoluble humins (~10 wt%, as derived from TGA, viz., in
Fig. S13 at ESIf and elemental analysis shown in Table 1) on
the Ni active sites. Changing the work function of carbon by
introducing nitrogen to the framework is intended to create a
more stable catalyst under hydrothermal conditions. This pro-
motes a charge transfer from Ni to carbon, which as a side
effect strongly attracts Ni to the surface of NDC. Under the uti-
lized reaction conditions and after 40 h on TOS, the Ni
amount decreased from 35 wt% to only 31 wt%, which is rela-
tively low. This leaching of Ni could be because the loading of
35 wt% is relatively high in which slight amount of Ni® are
weakly bonded to the NDC, i.e., not via Mott-Schottky transfer.
However, it is a well-known phenomenon that Ni on other
support materials is completely and rapidly leached off under
similar hydrothermal conditions.?® We attribute this low
amount of Ni leaching to the strong attraction of Ni to the
support caused by the introduction of nitrogen into the NDC
framework.

The spent 35Ni/NDC_Ug, system was studied using powder
XRD to investigate the crystal structure (Fig. S14 at ESI}).
Although the main reflections that are typical of Ni® at 26 of
44° and 51° were preserved, an additional pattern showed
reflections at 26 of 19°, 33°, 38°, and 52°, which indicates the
formation of hydroxide species as Ni(OH), and NiOOH.”” This
oxidation of nickel is due to the exposure of the catalyst to hot
water within the washing process and cooling of the system
after reaction completion. The same can also be due to drying
of the catalytic system in air at 80 °C before post characteriz-
ation. The XPS analysis for Ni species of the spent catalyst,
which is labelled as 35Ni/NDC_Ugy,, confirmed the presence
of mostly oxidized species on the surface of the catalyst. This
is attributed to the hydroxide formation. This is a common
observation for Ni supported catalysts that are present in
moisture conditions (Fig. S9 in the ESIf).”” Additionally, it
showed no change in the position of N (1s) in the spent 35Ni/
NDC with respect to that in Fig. S7.1

The morphology of the spent catalyst represents similar
morphology of the fresh catalyst (Fig. S15 in the ESI}). In spite
of formation of humins, no significant changes in the textural
properties were observed after 40 h of TOS with respect to the
fresh catalyst (Table 1 and Fig. S16 in the ESIt). The specific
surface area Aggr slightly increased from 700 m® g~* to 730 m?
g~" but only due to contribution from micropores (Fig. S16 in
the ESIt). This can be correlated to the higher availability of
micropores due to minimal leaching of Ni and/or to the
change in the material density. After 40 h of TOS, CO-TPD
showed a slight reduction in the Ni specific surface area from
21 m® g~' to 14 m* g~' that can be correlated to the slight Ni
leaching from 35 wt% to 31 wt%, deposition of carbonaceous
species, and agglomeration of weakly bonded Ni (Table 1).

Green Chem., 2020, 22, 2755-2766 | 2761
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After 40 h of TOS, the XRD pattern and XPS of the spent
catalyst showed the presence of Ni oxidized species on the
surface of NDC. Therefore, an attempt to regenerate Ni° in the
spent catalyst was performed (see the detailed reactivation pro-
cedure in the ESI{). Indeed, Ni® was successfully restored via
the regeneration procedure, which was confirmed by XRD and
HR-STEM. These characterization results showed that Ni° was
the dominant phase on the surface of the catalyst (Fig. S17
and S18 in the ESI}). Throughout the manuscript, the regener-
ated catalyst is given the code 35Ni/NDC_R,.

Finally, as a proof of concept, the catalytic activity of 35Ni/
NDC and synthesized 35 wt% Ni in commercially available
carbon black (CB) in Glu hydrogenation to Sor under the
optimum reaction conditions was compared. The results of
using 35Ni/CB were worse with respect to 35Ni/NDC (Fig. S19
in the ESIt). This can be an advantage of using Ni on hetero-
atom doped carbon. This is consistent with the findings of Nie
et al®® for the aqueous-phase hydrogenation of biomass-
derived compounds.

Xylose hydrogenation. Among pentoses, xylose (Xyl) presents
high potential as a precursor for a series of valuable com-
pounds such as xylitol (Xyt), furfural, and lactic acid.”®
Likewise, for Glu hydrogenation, the activity of 35Ni/NDC was
studied in the hydrogenation of Xyl to Xyt in water (Scheme 2).

The influence of reaction temperature and space time (z) on
the catalyst performance was studied. Also, the catalyst per-
formance at longer TOS was evaluated. Similar to the glucose
experiment, a blank experiment was conducted at 150 °C
without the catalyst (Fig. S20 in the ESIf), which yielded
18 mol% loss of Xyl and no Xit was detected. This indicated
the occurrence of a humification process. A higher conversion
of Xxy (40 mol%) was found using parent NDC, while no Xyt
was formed. In this case, Xyl simply converted into insoluble
humins, the process being catalyzed by the available high
specific surface area in the parent NDC. The formed humins’
fractions are larger than in the case of glucose (Fig. S10 and
S20 in the ESIt). This is due to the fact that under hydro-
thermal conditions and at high temperature (150 °C), Xyl is
less stable than Glu. However, the humins’ formation in both
cases in the continuous flow system remains lower than
similar experiments conducted in a batch system.”® After
adding 35 wt% Ni to NDC, the catalytic hydrogenation per-
formance improved drastically, yielding a STCxy of 0.28 molxy,
h™ moly;™' and STYxy of 0.27 moly, h™' moly ™', which
correspond to Xx, = 99 mol% and Yx;: = 97 mol%, respectively,
cf. ESI, Fig. S20.7 In other words, we found almost quantitative
conversion of Xyl to Xyt. The effect of reaction temperature on
the catalytic performance of 35Ni/NDC was studied at 100 °C,

OH
+H, 2
—> Ho Y Y o
H OH OH
Xyl Xyt

Scheme 2 Hydrogenation of xylose (Xyl) to xylitol (Xyt).
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125 °C, and 150 °C (Fig. S21t). A linear increase in the STCxy,
and STYyy, was found by increasing the reaction temperature
to 100 °C, 125 °C, and 150 °C (Fig. S21 in the ESIf). The
higher reactivity of Xyl with respect to Glu is attributed to its
higher instability when exposed to high temperature.

Also, the space time study confirmed the high activity of
35Ni/NDC for Xyl reduction to Xyt. In fact, even at a short
space time (1.6 h moly; molxyl_l), Xxy1 Was 92 mol% and Yy
was 88 mol% (cf Fig. S22 in the ESIf). Shortening the space
time from 3.6 to 2.2 h moly; molxy1_1 did not affect the selecti-
vity towards Xyt (>99%). Applying a shorter contact time (1.6 h
moly,; moly; '), a negligible drop in the Xyt yield was observed
from >99 mol% to 95 mol%. This is attributed to traces of
some undetected isomerization product such as xylulose.
Therefore, likewise for glucose, the optimized conditions were
150 °C and 3.6 h molyy; moly; ™Y, corresponding to a residence
time of 15 min.

35Ni/NDC was exposed for 42 h of TOS at the abovemen-
tioned optimum reaction conditions (Fig. 10), which showed
high catalytic performance with excellent stability. This excep-
tional stability is attributed to the heterojunction effect due to
the presence of N doping in carbon. Identical to the reported
characterization of the spent catalyst in Glu hydrogenation, the
textural properties of 35Ni/NDC_Ux,; were preserved over long
TOS. Thus, only a little Ni leaching from 35 wt% to 29 wt%
was found (Table 1). In addition, the specific surface area
showed a slight increase due to the deposition of a slight
amount of humin (>4 wt% derived from TGA) on the surface
of the catalyst (viz. Fig. S17t and Table 1). Also, in this case,
the XRD pattern of the spent 35Ni/NDC_Uxy; and the regener-
ated 35Ni/NDC_Rk,; showed the formation of Ni-hydroxide
species after the reaction and their further reduction to Ni°
(Fig. S14 and S18 in the ESIf). Moreover, the CO-TPD analysis
yielded the reduction of the specific Ni surface area Ay; from
20 m* g ' to 14 m* g~ (Table 1) with preserved crystallite size
(19 nm). This very similar behaviour of the two 35Ni/NDC_Uyxy;

_ 0.30
.
2 LS T T
2 0.25® 0900088088855 500 |
=
o5 0.20f -
g
z0.15} ]
[S]
o
010} ]
c
©
0.05} ]
o-oo Il L Il L L L Il L
0 5 10 15 20 25 30 35 40 45

TOS /h

Fig. 10 The space time conversion of Xyl (STCyy) and space time yield
of Xyt (STYxy) as a function of time on stream (TOS) using 35Ni/NDC in
the aqueous-phase hydrogenation of Xyl to Xyt; reaction conditions: cxy,
= 64 MM (cxy = 1 wt%), T = 150 °C, Qeguct = 0.3, mL min™ (r = 3.6 h
moly; molyy ™), Qu, = 15 mL min~*and p = 2.5 MPa.
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and 35Ni/NDC_Ug), confirmed the robustness of 35Ni/NDC at
such long TOS and after regeneration treatment.

Vanillin hydrogenation. Vanillin is an important compound
that can be derived from lignin.***’° It has been confirmed
that the prepared Ni catalyst supported on NDC is in fact
effective for performing aqueous-phase hydrogenation of a
wide range of compounds that can be derived from ligno-
cellulosic biomass. In this part, the selective aqueous-phase
hydrogenation of vanillin (V) to 2-methoxy-4-methylphenol
(MMP) via vanillyl alcohol (VA) has been addressed (Scheme 3).
In contrast to the experiments conducted with aqueous solu-
tions of sugars, i.e., Glu and Xyl, no conversion of V to any pro-
ducts was observed in the absence of the catalyst and in the
presence of the support (NDC) at 150 °C, ¢f reaction con-
ditions at Fig. S23 in the ESL{ Moreover, under similar reac-
tion conditions, a quantitative conversion of V to MMP was
obtained (Fig. S23f). This conversion and yield are much
higher when compared to the literature experiments with a
different Ni catalyst supported on carbon black and NDC in a
batch system.®?

The influence of reaction temperature on the space time
conversion of V (STCy) and on the product distribution was
investigated by applying five different reaction temperatures
(80 °C, 100 °C, 125 °C, 135 °C, and 150 °C). The complete
STCy to VA and MMP was obtained at over 100 °C (Fig. 11). It
can be clearly seen that at the reaction temperature of 125 °C
and above, the reaction equilibrium is shifted towards the for-
mation of MMP, which is the consecutive product of VA hydro-
genation (Scheme 3). Interestingly, the experiment utilized a
low reaction temperature (80 °C), resulting in a high space
time yield of VA (STYys) of 0.22 moly, h™" moly " (Yys =
77 mol%) and low STYppp Of 0.04 MOlypp h™ moly; ™ (Yame
= 16.9 mol%), cf., Fig. 11. A similar interplay between VA and
MMP is in agreement with similar studies reported in a batch
system using Ni, Pd, and Ru catalyst by altering the reaction
time.>>%>%% Therefore, it can be deduced that the prepared
catalyst exhibited high efficiency on V hydrogenation to VA
and/or MMP. Since varying the temperature has been reported
to show a change in the main product from MMP to VA, the
same has been researched by varying the space time at 150 °C
(Fig. S24%). In this context, the space time was found to be less
effective in tuning the reaction products with respect to the
reaction temperature. However, it is possible to see that by
altering the space time by 1 order of magnitude, ie., from
3.4 h moly; moly™, which is equal to 15 min of residence
time, to 0.35 h moly; moly ™! that corresponds to 1 min of resi-
dence time; the STYy, increased to 0.95 moly, h™" moly; ™" (Yya

HO
B ol
—_——
o

MMP

HO. HO_ A~
+H, \K )
i |

e i N _OH

W VA

Scheme 3 Hydrogenation of vanillin (V) to 2-methoxy-4-methylphenol
(MPP) through vanillyl alcohol (VA).
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Fig. 11 The space time conversion of V (STCy), the space time yield of
VA (STYya) and space time yield of MMP (STYump) as a function of temp-
erature (T) using 35Ni/NDC in the aqueous-phase hydrogenation of V to
VA and MMP; reaction conditions: ¢y = 72 mM (1.0 wt%), T = 80 °C,
100 °C, 125 °C, 135 °C, and 150 °C, Qequct = 0.3 mL min™ (r = 3.4 h
moly; moly™), Qu,=15mL min~%, and p = 2.5 MPa.

from 0 to 33 mol%), ¢f. Fig. S24 in the ESL{ These results
showed that the tunability of reaction products is also possible
by reducing the residence time from minutes to potentially
seconds in a low reaction temperature range. In addition, this
indicates that using a flow system also allows the optimization
and potential isolation of the intermediate product.

The stability of the catalyst was investigated under the opti-
mized reaction conditions, in which V was quantitatively con-
verted to MMP. Also, in this case, the catalyst was sustained
after 40 h of time of stream (Fig. 12). In fact, the utilized cata-
lyst represented a high catalytic performance, ie., STCy of
0.29 moly h™ moly ™" (Xy = 100 mol%) and STYpmp Of
0.28 moly h™ moly ™" (Yammpe > 98 mol%) after 40 h of TOS.
Contrary to what was observed in the case of Glu and Xyl

FOrFF - sse snele 9 §
£

< 0.25} 1

-

)

€ 0.20} 1
>

= 015} .

(2]

2

§ 010} |
0.05} 1
S

(6] e .

2000 -2 v

®» 0 5 10 15 20 25 30 35 40 45

TOS/h

Fig. 12 The space time conversion of V (STCy), the space time yield of
VA (STYyn) and space time yield of MMP (STYmmp) as a function of time
on stream (TOS) using 35Ni/NDC in the aqueous-phase hydrogenation
of V to MMP; reaction conditions: cy = 72 mM (1.0 wt%), T = 150 °C,
Qeduct = 0.3 ML min™ (z = 3.4 h moly; moly™), Qu, = 15 mL min™, and p
= 2.5 MPa.

Green Chem., 2020, 22, 2755-2766 | 2763


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c9gc03826d

Open Access Article. Published on 27 January 2020. Downloaded on 3/1/2026 9:00:05 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

hydrogenations, the textural properties of the spent catalyst
revealed a significant decrease in the specific surface area
(Aggr) from 700 m* g~ " to 125 m* g™, This reduction is mainly
attributed to a drop in the micropores, as shown in Fig. S17 in
the ESI.T This is a common phenomenon for porous carbon in
the presence of aromatic species.>® Therefore, the decrease in
the specific surface area can be explained as pore blocking due
to strong interaction between the aromatics and the NDC
surface. This is confirmed from the elemental analysis of the
spent catalyst in which increase in C from 53 wt% to 59 wt%
was noted when compared to the fresh 35Ni/NDC (¢f. Table 1).
However, this deposition did not affect the catalyst perform-
ance since the STCy and STYpmp were extremely stable over
40 h of TOS. This constant activity is correlated to the presence
of highly dispersed Ni and the remaining efficient mesopores
that allow this reaction to proceed without noticeable
deactivation.

Moreover, Ni leaching was minimal and found to be 30%
after 40 h TOS, which is similar to the values reported for
35Ni/NDC_Ugy, and 35Ni/NDC_Uyy; (Table 1). Consistent with
that of the spent catalyst in Glu and Xyl hydrogenation, a
slight reduction in the Ni specific surface area from 21 m* g~
to 14 m® g~' was observed, which is correlated to slight Ni
leaching from 35 wt% to 31 wt%, deposition of carbonaceous
species, and agglomeration of weakly bonded Ni (Table 1).
Again, Ni® was successfully regenerated from the used catalyst
and this was confirmed by XRD reflections, which showed the
re-reduction of Ni from Ni** to Ni° (Fig. S14 and S18 in the
ESIT). In addition, both XRD and CO-TPD of the regenerated
sample showed similar Ni crystallite size of ~20 nm.

Finally, the robustness of this catalyst was confirmed one
more time, extending its usage from the valorization of sugar
fraction of the biomass to the aromatic fraction. In all the
cases, the catalyst was sustained after 40 h of TOS with high
catalytic performance and was successfully regenerated.

Conclusions

A simple, cheap, sustainable, scalable, efficient, and stable Ni
catalyst supported on highly porous nitrogen-doped carbon
was produced in the pellet form. This simple approach
requires only sustainable household starting products, a
noodle machine, and an oven. The as-prepared catalyst exhi-
bits high catalytic performance in the aqueous-phase hydro-
genation of glucose, xylose, and vanillin in a continuous-flow
system. The utilization of a continuous-flow system allows
high control on the reactant conversion and product selecti-
vity. In the case of aqueous-phase sugar hydrogenation, the
reaction temperature is the most important factor that moder-
ates the undesired humification process. In vanillin hydrogen-
ation, the reaction temperature and residence time are the key
factors that control the product selectivity between either vanil-
lyl alcohol or 2-methoxy-4-methylphenol. In this reaction and
under optimized conditions, the catalyst system could perform
for 40 h on flow with practically no loss in its catalytic per-
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formance, which corresponds to 120 batch cycles with direct
catalyst reuse. In other words, paraphrasing the space time
yield concept, 1 kg of our catalyst can produce 7.7 kg of the tar-
geted product (sorbitol, xylitol or 2-methoxy-4-methylphenol)
in a day, without losing its activity. The phenomenon of rapid
Ni leaching in water was massively slowed down by changing
the electron density of the carbon by introducing nitrogen to
the framework, which provides enhanced catalytic perform-
ance for long time on stream. Nevertheless, further develop-
ment on the long-term operation of the catalyst, i.e., optimiz-
ing the support synthesis to increase the N content on the
support and introduction of Ni on the support, are greatly
required.
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