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Abstract: Four Ni catalysts and one Mo-Ni catalyst supported on montmorillonite were synthesized,
characterized by various techniques and evaluated, under solvent-free conditions, for the production
of green diesel from waste cooking oil. The optimum Ni content was found to be 20 wt.%. The
addition of 2 wt.% Mo to the catalyst resulted in a considerable increase in the amount of green diesel
hydrocarbons. The Mo species, moreover, led to a decrease in the (C15 + C17)/(C16 + C18) ratio,
which is beneficial from the viewpoint of carbon atom economy. The promoting action of Mo was
mainly attributed to the synergy between the oxygen vacancies on the surface of the well-dispersed
Mo(V) and Mo(VI) oxides and the neighboring Ni® sites. The optimum reaction conditions, for
achieving a proportion of liquid product in the green diesel hydrocarbons (C15-18) equal to 96 wt.%,
were found to be 350 °C, 3 g of catalyst per 100 mL of waste cooking oil and 13 h reaction time.
These conditions correspond to an LHSV of 2.5 h~1, a value that is considered quite reliable from
the viewpoint of industrial applications. Thus, the cheap and abundant mineral montmorillonite is
proved a promising support for developing efficient Ni-Mo catalysts for green diesel production.

Keywords: green (renewable) diesel; nickel catalysts; montmorillonite; waste cooking oil; selective
deoxygenation

1. Introduction

Fossil fuels are the primary energy sources for the transportation sector which con-
sumes about 28% of the global energy production [1]. Their consumption is gradually
increasing to meet the energy demands of the Earth’s growing population. As the amount
of these fuels is not unlimited, their increasing consumption will lead to the progressive
depletion of oil reserves during the 21st century [2,3]. In addition, the emission of carbon
dioxide from the combustion of fossil fuels is responsible for global warming and thus
for climate change [2,3]. In view of the above, the production of transportation fuels from
renewable “carbon neutral” resources such as biomass is indispensable for the progressive
minimization of the use of fossil fuels. Two types of biomass are currently used for the
production of transportation fuels: bioethanol as a substitute for gasoline and biodiesel
as a substitute for fossil diesel. The first is produced from sugar and starch by yeast
fermentation and the second from the natural triglycerides contained in vegetable oils
and animal fats via transesterification with methanol. However, biodiesel (a mixture of
fatty acid methyl esters) presents unfavorable cold flow properties and delivers lower fuel
mileage compared to fossil diesel. This is due to the presence of oxygen in its ester structure.
Therefore, it should be blended with petrol diesel in proportions up to 20% in the usual
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combustion engines [2]. The second problem encountered when using bioethanol is also
due to its oxygen content. As well as these problems, the production of the aforementioned
“first-generation biofuels” using sugar, starch and edible vegetable oils competes for land
and water with the production of food. The lignocellulosic biomass of plant waste products
(consisting of 40-50% cellulose, 25-35% hemi-cellulose, 15-20% lignin and small amounts
of other components [4]) is recognized as a promising alternative source of transport fuels
for overcoming the aforementioned competition with food production [5]. In spite of an
intensive research effort over the last decades, the complex structure of lignocellulosic
biomass, mainly that of lignin, has not so far allowed the development of a cost-effective
process [6]. However, research continues aimed at developing more efficient catalysts for
transforming lignin to hydrocarbons [7]. Triglyceride biomass is attractive because it has a
much simpler structure than lignocellulosic biomass. Moreover, the ratio of oxygen to the
combustible carbon and hydrogen atoms in a molecule of triglyceride is relatively small.
This justifies the intensive research effort over the last decades regarding the transformation
of natural triglycerides and related compounds into n-alkanes in the diesel range (green
diesel) via hydrotreatment [8-11]. Green diesel, with a cetane number of 85-99 outperforms
petroleum-derived fuels with a cetane number of 45-55, and after a mild hydroisomer-
ization it can be used as stand-alone fuel in conventional diesel engines. Based on the
triglyceride feedstock used, green diesel can be classified into four generations (first gener-
ation: edible vegetable oils; second generation: non-edible vegetable oils; third generation:
residual vegetable oils and animal fats; and fourth generation: algal oils [12]). Although
the feedstocks used in most studies are fresh edible vegetable o0ils and model compounds,
there are increasing numbers of studies where non-edible vegetable oils such as jatropha
oil are used [12-18]. More usefully, there are increasing numbers of studies dealing with
the utilization of residual fatty raw materials for the production of third-generation green
diesel, such as waste cooking oils [19-22], yellow grease and hemp seed oils [23], brown
grease oil [24], distilled fatty acids [24-27], oil from chicken fat [28,29] and oil extracted
from spent coffee grounds [30-34].

The production of green diesel by hydrotreatment of natural triglycerides requires
oxygen removal without fragmentation of the side chains of triglycerides through so-called
selective deoxygenation (SDO). This was initially studied over noble metals, mainly Pd
supported on carbon [35,36] and Pt supported on various supports [37-39]. Although
these catalysts are very efficient, their high price increases the cost of the procedure. The
classical Ni-Mo or CoMo/v-Al,O3 sulfided catalysts are also efficient for SDO [40-42].
Nevertheless, when using these catalysts in a stand-alone process we must add sulfur
compounds to the feedstock in order to maintain the stability of the catalyst’s sulfided
state and hence its high activity. Obviously, the presence of sulfur in the end product
could lower its quality. In view of the above, the research effort was progressively shifted
to the cheaper and quite efficient supported nickel catalysts acting in their reduced state.
The research development, reviewed up to 2016 by our group [11], continues intensively
today. The SDO proceeds through the following reaction network over the metallic nickel
nanoparticles (Figure 1) [11,22,43]: the unsaturated side chains of triglycerides are quickly
saturated, and this is followed by the rapid progressive decomposition of the O-C bonds
on the glycerol backbone side, resulting in di- and mono-glycerides and then propane,
releasing one molecule of fatty acid after each decomposition. The fatty acids might then be
decarboxylated to n-alkanes and/or hydrogenated /dehydrated to fatty aldehydes, which
then are decarbonylated to n-alkanes. Although both pathways lead to the formation of
n-alkanes with one carbon atom fewer than that of the triglyceride chain (odd number of
carbon atoms), the second pathway is much more probable, prevailing in the whole reaction
network over the reduced nickel catalysts. Alternatively, the aldehydes are reduced to
fatty alcohols which then are dehydrated, and the produced olefins are hydrogenated to
n-alkanes with a number of carbon atoms equal to that of the triglyceride chain (even
number of carbon atoms). The intermediate alcohols may react with the intermediate fatty
acids leading to long-chain esters. These may undergo SDO, resulting again in n-alkanes.
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Figure 1. SDO reaction network. TG, TGg, DGg, MGg, PE and ME are the initial triglycerides,
the saturated triglycerides, the saturated diglycerides, the saturated monoglycerides, the propyl-
esters and the methyl-esters, respectively. The other molecules are represented by their chemical
formulas [43]. (Molecules written in green, red and blue are final, intermediate and gas-phase
products, respectively).

Although the reduced nickel catalysts are very promising for SDO, they present some
drawbacks such as the non-negligible activity regarding C-C hydrogenolysis at moderate
temperatures and methanation of the CO produced. Both increase the hydrogen con-
sumption, and the former is also related to a decrease in carbon yield and an increase in
carbon deposition (deactivation). Several methodologies have been developed to minimize
these problems involving the use of suitable supports, nickel loading, preparation meth-
ods and optimized experimental conditions (mainly reaction temperature and hydrogen
pressure) [11], as well as modification of the structure of the supported nickel through de-
velopment of nickel phosphide [44—46], nitride [47,48] or carbide catalysts [32,48]. Another
very promising prospect for overcoming the above drawbacks and further increasing the
efficiency of nickel catalysts is the use of promoters, among which molybdenum oxides are
the most effective [20,21,49-65]. The literature survey indicated that excellent promoting
action is observed in molybdenum oxides, mainly for catalysts with a Ni/(Ni+Mo) atomic
ratio close to 0.85-0.95 [20,21,49,50,52,55,56,59,62,63].

Both the unpromoted and promoted nickel catalysts used to date for green diesel pro-
duction are usually supported on synthetic supports (y-alumina, silica, silica-alumina, syn-
thetic zeolites, active carbons, carbon nanotubes, zirconia, titania, ceria, etc. [11,20,21,49-64]).
Studies using cheap minerals as natural supports are very scarce [65-67]. Taking into ac-
count the fact that larger and larger amounts of catalysts will be required for green diesel
production, the use of minerals seems to be attractive for decreasing the catalyst cost in
the context of sustainable development and the cyclic economy. This motivated a relevant
research program undertaken by our group. In the frame of this program, we have success-
fully developed nickel catalysts supported on mineral palygorskite and mordenite, for the
production of third-generation green diesel [65-67].

In the present work, we extend our studies by developing nickel and molybdenum-nickel
catalysts supported on mineral montmorillonite for the production of third-generation
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green diesel. Montmorillonite is the main ingredient of bentonite, a well-known rock [68].
Greece is the second-highest exporter of bentonite in the world, after the United States,
with exports exceeding one million tons per year and total feedstocks of 100 million tons.

The structure of montmorillonite is illustrated in Figure 2. It can be seen that the
montmorillonite unit involves two adjacent triple layers (crystals) separated by a region
containing exchangeable cations (e.g., Na* or Ca®*), together with water molecules [69].
Each triple layer is composed of two layers of tetrahedral SiO, units which are connected
through a layer of octahedral AlOg units. Several AI** ions are replaced by Mg?* and/or
Fe?* ions and several Si** ions are replaced by A13* ions. Thus, a negative charge is devel-
oped which is compensated by the aforementioned exchangeable cations. It is important
to note that acid sites are developed on the montmorillonite surface. An improvement in
the physicochemical properties of mineral montmorillonite can be achieved via treatment
with acidic solutions [70-74]. In a previous study, we investigated the influence of various
parameters of the acid treatment of mineral montmorillonite (originating from soils in the
Greek islands) on its physicochemical properties and catalytic efficiency in the transforma-
tion of limonene into high-added-value isomers and p-cymene [75]. This was done in the
context of the development of catalysts/catalytic supports based on mineral mordenite and
palygorskite for the production of green diesel [65-67] and green products [76-78], as well
as on montmorillonite for the production of green products by valorizing renewable /waste
raw materials [75].

b-dimension (axis)

c-dimension (axis)
92t096A

@ A
@ si

bOH

d-dimension (or: c-axis, c-spacing)
9.6 to 21.4 A (more with H,0)

Figure 2. Montmorillonite unit [69]. The triple layers are principally extended along the b-axis,
whereas the unit is repeated several times along the c-axis. This creates plate-shaped particles.

Having utilized mineral montmorillonite successfully for the production of green
products by valorizing renewable/waste raw materials [75], it is reasonable to ask whether
this very cheap mineral could also be used for the development of supported Ni and Mo-Ni
catalysts for the production of third-generation green diesel using waste cooking oil (WCO)
as the feedstock. Answering this question is the main goal of the present study. It should
be noted that, to the best of our knowledge, no articles have been presented so far in the
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literature dealing with the production of third-generation green diesel accelerated by nickel
catalysts supported on mineral montmorillonite. Another important question is whether
the well-known promoting action of molybdenum species in supported nickel catalysts
is also valid for nickel catalysts supported on montmorillonite. In order to investigate
the aforementioned issues, we adopted the following experimental methodology. First,
we studied the effect of nickel loading on the physicochemical characteristics and the
catalytic efficiency for the production of third-generation green diesel using waste cooking
oil (WCO) as the feedstock. This was realized by preparing, characterizing through various
techniques and evaluating nickel catalysts with different loadings, which allowed the most
promising loading to be selected. Using this loading, we then synthesized, characterized
and evaluated the corresponding molybdenum-nickel catalyst, which proved to be much
more efficient than the corresponding unpromoted nickel catalyst. Finally, we evaluated
the promoted catalyst under different reaction conditions (temperature, catalyst mass and
reaction time) in order to investigate the effect of these conditions on catalytic efficiency.
The ultimate goal was the development of an efficient catalyst supported on mineral
montmorillonite for the production of third-generation green diesel.

The mineral montmorillonite (MM) treated with hydrogen chloride aqueous solu-
tion was denoted MM(H) and the solid produced (following the preparation protocol for
supported nickel catalysts but without adding nickel) from this treated montmorillonite
was denoted ONiMM(H). Four monometallic catalysts with different nickel contents in
the range 1040 wt.% Ni were synthesized by deposition—precipitation using the MM(H)
as a support, in order to investigate the effect of nickel loading, denoted 10Ni/MM(H),
20Ni/MM(H), 30Ni/MM(H) and 40Ni/MM(H). Finally, one bimetallic catalyst was syn-
thesized by co-deposition—precipitation using the MM(H) as a support, in order to inves-
tigate the molybdenum promoting effect, denoted 20Ni 2Mo/MM(H). We note that the
Ni/(Ni+Mo) atomic ratio in the bimetallic catalyst was equal to 0.94.

2. Results and Discussion
2.1. Catalyst Characterization
2.1.1. Texture

The textural characteristics of the supports and the catalysts are given in Table 1.
Inspection of this table shows that the greater portion of the BET specific surface area
(SpeT) for the samples MM and MM(H) was due to mesopores (2-50 nm) and macropores
(50-100 nm), estimated by the BJH specific surface area (Sgjp). The microporous specific
surface area (Spicro), determined for pores in the range 0.0-1.7 nm, was smaller.

Table 1. Physicochemical characteristics of the supports and the catalysts.

Sample SBET Smicro SpjH Sni’ PV MPD MCSy;’
P (m2g—1) (m2g-1) m2g-1)  (m2g D!  (mPgl) (nm) (nm)
MM 62 19 43 ; 0.16 9.3 ;
MM(H) 136 2 114 ; 0.22 5.6 ;
ONi/MM(H) 48 12 36 ; 0.15 9.7 ;
10Ni/MM(H) 62 19 43 6.7 0.14 7.4 10.0
20Ni/MM(H) 90 36 54 14.8 0.15 75 9.1
30Ni/MM(H) 104 40 64 163 0.15 7.9 124
40Ni/MM(H) 83 29 54 172 0.14 5.8 15.7
20Ni2Mo/MM(H) 100 15 85 147 0.18 6.4 9.2

1 Sni0: specific surface area per gram of catalyst exposed by the supported nickel nanoparticles (active surface)
calculated from XRD data on the mean crystal size of metallic nickel (MCSp;?) in the catalysts.

This is also visualized in the pore volume distribution curves (Figure 3), which show
pores in the range of 2—-6 nm centered at about 3.0 nm, accompanied by many pores in the
range of 10-100 nm. The mean values of pore diameters (MPD), given in Table 1, are in
good agreement with the pore volume distribution curves. The acid treatment drastically
increased the Sgjy value and thus the value of Sggr (Table 1). This is related to the increase
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in the pore volume in the aforementioned range of 2-6 nm of the small mesopores (Figure 3)
and was attributed to the reorganization/dislocation of the triple layers of montmorillonite
(Figure 2) inside a plate-shaped particle of this mineral [75]. Heating at 500 °C upon
activation of the samples ONi/MM(H)-40Ni/MM(H) resulted in reverse reorganization
of the triple layers of montmorillonite and a decrease in the pore volume of the small
mesopores in the range of 2-6 nm (Figure 3). This was reflected in a decrease in the Sgjiy
value. It may be seen that the presence of nickel species on the support surface decelerates
the aforementioned decrease of the pore volume in the range of 2-6 nm (Figure 3) and thus
the decrease in the Sgj; value (Table 1). For example, Sgy takes the value of 36 ng_l in the
sample without nickel, ONi/MM(H), and 54 m?g~! in the sample with the maximum nickel
loading, 40Ni/MM(H). Another significant observation is that the presence of nickel in the
samples above 10 wt.% Ni causes an increase in the pore volume in the micropore range, as
shown by extrapolating the pore volume distribution curves to micropores (Figure 3).

0.20
—%— MM —o— 10Ni/MM(H) 40Ni/MM(H)
—0— MM(H) —— 20Ni/MM(H) —o— 20Ni2Mo/MM(H)
—o— ONi/MM(H) —— 30Ni/MM(H)
0.15 1
B
D 0.10 1
S
>
©
0.05 -
0.00 T T
1 10 100

Pore Width (nm)
Figure 3. Pore volume distribution of the supports and the catalysts.

This is reflected in the impressive increase in the Spic, value (Table 1), which is
maximized in the sample 30Ni/MM(H) and can be attributed to some kind of pillaring
of micropores brought about by the nickel species inserted inside them. Consequently,
the aforementioned deceleration of the decrease in the Sgjy value and the considerable
increase in the Spjcro Value due to the presence of nickel species results in an increase in
the BET specific surface area, which is maximized in the sample 30Ni/MM(H) (Table 1).
The above effects are more pronounced in the bimetallic MoNi catalyst, 20Ni2Mo/MM(H),
which exhibits the highest pore volume in the small mesopore range of 2-6 nm and in pores
smaller than 10 nm (Figure 3), and thus the highest values of Sgjy; and Sger (Table 1) among
the catalysts studied. This beneficial role of molybdenum species regarding the texture of
the catalysts is in line with the literature [11].

2.1.2. Phase Identification

The XRD patterns of the samples studied (Figure 4) show the presence of mineral
montmorillonite (20 values: 6.99, 14.05, 19.69, 20.73, 21.90, 26.49, 28.32, 34.71, 54.01 and
61.74°; JCPDS # 01-073-1490) [75,79,80], as well as the presence of supported nickel nanopar-
ticles (26 values: 44.5, 51.8 and 76.3°; JCPDS 04-0850) [79,81,82]. The absence of peaks due
to the molybdenum species in the promoted sample, 20Ni2Mo/MM(H), strongly suggests
the high dispersion of these species.
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Figure 4. XRD patterns of the samples ((a) supports and (b) catalysts).

The application of the Debye-Scherrer equation to the XRD peaks at 20 < 10° allowed
the determination of the mean size of the support nanocrystals. This ranged randomly
between 14.2 and 14.4 nm, irrespective of the acid activation and heat treatment of the
mineral or the presence of metallic nickel nanoparticles. Moreover, the fact that there was
no change in the position of the montmorillonite XRD peaks in the range of 14.05-61.74°
shows that the montmorillonite crystal structure inside the triple layers (Figure 2) is not
affected by the aforementioned factors. In contrast, the position of the peak at 20 = 6.99°,
corresponding to the (0 0 1) orientation in MM, was decreased to 20 = 5.54° after the acid
treatment (MM(H)). This peak was shifted to 26 = 9.05° after activation, irrespective of the
nickel and molybdenum content. The (0 0 1) orientation corresponds to the c-axis illustrated
in Figure 2, while the distance between the crystal planes represents the distance between
the down edges of the up and down triple layers, which involves the interlayer region
(d-dimension in Figure 2). Therefore, the decrease in the 26 value after the acid treatment
indicates that the replacement of the Na* and Ca?" ions located in the interlayer region
by H,O/H30" caused an increase in its width. In fact, the length of the d-dimension, as
determined by XRD, increased from 1.3 to 1.6 nm due to the acid treatment. In contrast,
the increase in the 20 value after activation indicates a significant decrease in the interlayer
width, presumably due to the removal of interlayer water molecules. In fact, the length of
the d-dimension decreased from 1.6 to 1 nm due to the activation.
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The application of the Debye-Scherrer equation to the XRD peaks at 20 = 44.5° allowed
the determination of the mean size of the supported nickel nanocrystals (MCSy;°, Table 1).
This size increased with the nickel content. The presence of molybdenum species did not
affect the size of the nickel nanocrystals with respect to the corresponding unpromoted
sample. Taking into account the mean size of the nickel nanocrystals, we calculated the
specific surface area of the exposed nickel (Sni¥) (active surface). It can be observed that
this increased considerably from the sample with 10% Ni to the sample with 20% Ni, and
then increased slightly with nickel content. The presence of molybdenum species did not
affect this parameter (Table 1).

The structure of the catalysts was also investigated by electron diffraction. Two typical
electron diffraction patterns are illustrated in Figure 5. The presence of metallic nickel,
detected in both samples, is in full agreement with the XRD results. In the unpromoted
samples, NiO nanocrystals were also identified, though these were not detectable by XRD
presumably due to their very small size. This phase was not identified in the promoted
sample. The diffraction at about 0.45 nm, detected in the promoted sample, could be
attributed to the (1 0 0) crystal plane of the montmorillonite used as the support (JCPDS #
01-073-1490).

(a) (b)

Figure 5. Typical electron diffraction patterns of the samples (a) 20Ni/MM(H) and
(b) 20Ni2Mo/MM(H).

2.1.3. Morphology and Mapping at Nanoscale and Microscale

The morphology of the supports and catalysts at the nanoscale was studied using
TEM. Representative TEM images are illustrated in Figure 6. It may be seen that the
samples MM, MM(H), 20Ni/MM(H) and 20Ni2Mo/MM(H), taken as examples, exhibited
a plate-shaped morphology at the nanoscale that was due to sets of montmorillonite units,
as depicted in Figure 2. In contrast, the supported nickel nanoparticles exhibited a rather
granular morphology. The particle size distributions of granular nanoparticles obtained
in the samples 20Ni/MM(H) and 20Ni2Mo/MM(H) are also illustrated in Figure 6. It
can be seen that the size of the most of nickel nanoparticles was in the range of 6-12 nm,
with a mean value of about 10 nm. This is similar to the mean size of nickel nanocrystals
determined by XRD for these samples (Table 1). Moreover, it can be seen that the presence
of molybdenum species did not influence the nickel particle size distribution and the mean
size of the nickel nanocrystals to any great extent, in full agreement with the XRD results
(Table 1).
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Mean 9.97
25 St. Devuiation 2.72
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Mean 10.04
St. Devuiation 2.71

N

10 12 14 16 18
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20Ni2Mo/MM(H)
Figure 6. Representative TEM images and the corresponding nickel particle size distributions.

Examining the mineral montmorillonite at the microscale, we observed that agglom-
erates of the plate-shaped support nanoparticles, as determined by TEM (Figure 6), con-
stituted flower-like assemblies, as shown in the representative SEM images recorded at
much lower magnification for the three samples taken as examples (Figure 7). A similar
morphology was observed at even smaller magnification.

o
Tz 1300AV SignatA = inons Dsto 6 Apr 2021

5
160 om. EMT= 15004V Signal A= Intons Date 6 Apr 2021 ZEISS,
WD~ démm Meg= 3500KX H

WD~ 42mm fiag= IS0KX

WD 42mm Mag= 500K X

(a) (b) (c)

EHT= 15008V Signal A = intens Oule 5 401 2023

Figure 7. Representative SEM images of the samples (a) MM; (b) 20Ni/MM(H) and
(c) 20Ni2Mo/MM(H). (magnification 35.000 KX).
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The SEM-EDX mapping of the nickel and molybdenum at the microscale showed a
rather uniform distribution for both metals above the support particles. A typical map is
shown for the bimetallic sample, 20Ni2Mo/MM(H), in Figure 8. It is important to observe
that the nickel and molybdenum species are located very close together, at least at the
microscale. This observation is important for interpreting the promoting action of the
molybdenum species.

E%Y‘s

MAG: 4974 . HV: 15.0 kV WD: 4‘- -

‘Map data 1391
MAG: 4974 x HV: 15.0 kV WD: 4.2 mm

Figure 8. SEM-EDX maps of nickel and molybdenum in the sample 20Ni2Mo/MM(H).

Figure 9 illustrates the Hy—TPR curves recorded for the 20Ni/MM(H) and 20Ni2Mo/MM(H)
samples. These indicate that the reduction temperature of 500 °C selected for the activation
of the catalysts was sufficient for almost complete reduction of the supported Ni phase.
An inspection of the curve corresponding to the unpromoted sample indicates at least
four kinds of nickel species reduced at different temperatures. The first reduction peak at
about 280 °C was attributed to the reduction of NiO interacting weakly with the support,
indicating that a fraction of the nickel phase is not well dispersed on the support sur-
face [83-85]. The second and third peaks at 370 and 435 °C were attributed to the reduction
of NiO species exhibiting medium and strong interactions with the support surface, thus
indicating high dispersion of the active phase [83-85]. The final peak at 620 °C could be
attributed to the reduction of Ni?* species incorporated in the support lattice, creating
a mixed phase [83—85]. The aforementioned first reduction peak (280 °C) disappears in
the Hy—TPR curve of the promoted sample, indicating a favorable influence of the Mo
promoter on the dispersion of the nickel active phase. This is also confirmed by the shift
observed in the maxima of the second (370 — 390 °C) and third (435 — 440 °C) reduction
peaks at higher temperatures. A similar shift was observed for the high-temperature peak,
which was shifted from 620 (in the curve of the unpromoted sample) to 645 °C, probably
indicating a strong interaction between the nickel and molybdenum phases.



Molecules 2022, 27, 643

11 0f 23

—— 20NiI/MM(H)
—— 20Ni2Mo/MM(H)

H, consumption / a.u.

100 200 300 400 500 600 700 800 900 1000
Temperature / °C

Figure 9. H,—TPR profiles of the 20Ni/MM(H) and 20Ni2Mo/MM(H) samp]es.

Figure 10 illustrates the temperature-programmed desorption profiles of chemisorbed
ammonia on ONi/MM(H), 20Ni/MM(H) and 20Ni2Mo/MM(H) catalysts. In this figure,
three types of acid sites can be observed, developed on the catalyst surface. The first peak,
centered at 100-200 °C, is assigned to the desorption of ammonia from Lewis acid sites, as
the weak coordinate bonds break at low temperatures. The second and third peaks around
200-370 °C and 370-650 °C are due to the desorption of ammonia molecules from Brensted
intermediate and strong acid sites, respectively [86]. The deposition of the nickel phase on
the support surface increased the weak and intermediate acidity, while it diminished the
strong acidity of the support. This indicates that Ni?* species are preferentially deposited
on the strong Brensted acid sites of the support, probably following an ion-exchange
mechanism. The addition of the promoter (Mo species) further increased the weak acid
sites of the corresponding catalyst.

—— ONI/MM(H)
—— 20Ni/MM(H)
—— 20Ni2Mo/MM(H)

TCD signal, a.u.

M T T T T 1 T T T T T T T T T T T T
100 200 300 400 500 600 700 800 900
Temperature, °C

Figure 10. NH3-TPD profiles of ONi/MM(H), 20Ni/MM(H) and 20Ni2Mo/MM(H) samples.

Figure 11 indicates that the addition of the Mo promoter to a nickel catalyst supported
on montmorillonite favors the reduction of the Ni phase, in accordance with the electron
diffraction results (Figure 5). Regarding the Mo species, the XPS analysis of the Mo3d peaks
revealed that most of the Mo species are in the oxidation states (VI) and (V), while only a
few are in the metallic state.
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Figure 11. Deconvoluted XPS Ni2p and Mo3d peaks of the 20Ni/MM(H) and 20Ni2Mo/MM(H) catalysts.

2.2. Catalyst Evaluation

Table 2 illustrates the evaluation parameters determined with regard to the SDO
of WCO over the catalysts studied (reaction conditions: 100 mL of WCO, Py, = 40 bar,
T =310 °C, H, flow = 100 mL/min and reaction time = 9 h). It can be seen that the main
products of the reaction are fatty acids, fatty acid—fatty alcohol esters and n-alkanes (C15,
C16, mainly C17 and C18). The intermediates (fatty acids and fatty acid—fatty alcohol
esters) and final products (n-alkanes) are compatible with the SDO network over the nickel
catalysts described in detail in the Introduction (Figure 1). Moreover, the reaction kinetics
curves (amount of a given product versus time) (Figure 12) pass through a maximum for the
intermediate products, whereas they increase monotonically for the n-alkanes, in line with
the well-established network over nickel catalysts (Figure 1) [11,43]. This clearly shows
that this network is also valid for nickel catalysts supported on mineral montmorillonite.

Table 2. Conversion of WCO (% Xwcp) and composition of the liquid mixture obtained upon SDO
of WCO at 310 °C for 9 h, over the catalysts studied.

Xwco Acids Esters n-Alkanes
Sample % (Wt.%) (Wt.%) (Wt.%) (C15 + C17)/(C16 + C18)
10Ni/MM(H) 73.8 27.3 415 5 22
20Ni/MM(H) 77.9 26.7 43.0 8.2 22
30Ni/MM(H) 100 3.9 87.7 8.4 1.9
40Ni/MM(H) 100 35 87.4 9.1 1.8

20Ni2Mo/MM(H) 100 1 78.5 20 1.3
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Figure 12. Conversion (%) of WCO achieved over the 20Ni2Mo/MM(H) catalyst and the liquid
product distribution (wt.%) obtained at various reaction times (reaction conditions: 100 mL of WCO,
Py, =40 bar, T = 310 °C and H; flow = 100 mL/min).

The activity of the catalysts, determined by the % conversion of the WCO, increased
with the nickel content and reached 100% over the catalyst containing 30 wt.% Ni. The
catalyst efficiency, expressed as the % composition of the liquid phase in the n-alkanes,
increased considerably with nickel content from 10 to 20 wt.% Ni and slightly for higher Ni
contents, following the slight increase observed for the active surface in the range of nickel
content of 2040 wt.% (Table 1). Therefore, a close relation between the catalytic efficiency
and active surface is anticipated, indicating that nickel is the active phase (Figure 13). The
value of the ratio (C15 + C17)/(C16 + C18) was higher than unity in all cases, indicating
that SDO mainly proceeded through the decarbonylation of the intermediate aldehydes
(see Figure 1).

22

B monometallic Ni catalysts
204 [0 bimetallic Mo-Ni catalyst O

18
16
141
12

10

n-alkanesin liquid phase (wt. %)

B

" T T T T T T T T T T
6 8 10 12 14 16 18
Active surface (S ;) (m*g™")

Figure 13. The n-alkanes concentration in the liquid product of the reaction vs. Ni active surface,
over both monometallic and bimetallic catalysts.

The above results indicated that a loading of 20 wt.% Ni was quite sufficient for a Ni
catalyst supported on montmorillonite, for SDO of WCO under solvent-free conditions.
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Based on this finding and on the relevant literature [20,21,48-63], a catalyst containing
20 wt.% Ni and 2 wt.% Mo co-deposited on the montmorillonite surface was also syn-
thesized and studied. In this catalyst the atomic ratio Niﬂw - was equal to 0.94, which is
considered very suitable according to the literature [20,21,49,50,52,55,56,59,62,63].

The presence of Mo species resulted in an increase in the % WCO conversion from
77.9% to 100% and a drastic increase in the amount of the n-alkanes from 8.2 to 20 wt.%
(Table 2, Figure 13). Therefore, the promoting action of the Mo species was clearly demon-
strated for the first time for nickel catalysts supported on montmorillonite. The increase
in the amount of n-alkanes is the most important evaluation parameter, as it reflects the
increase in the green diesel yield. Moreover, the presence of the Mo species resulted in a
considerable decrease in the (C15 + C17)/(C16 + C18) ratio (Table 2), indicating that this
favors the SDO pathway taking place through the dehydration of the intermediate alcohols,
in agreement with the literature [20,21].

The promoting action of molybdenum could be partly attributed to the increase in
the nickel dispersion implied by the H,-TPR profiles (Figure 9) and the increase in the
reduction of the well-dispersed NiO (not detectable by XRD (Figure 4) but visible by
electron diffraction (Figure 5)) deduced via XPS (Figure 11). However, taking into account
the fact that the promoted and the corresponding unpromoted catalysts exhibited almost
the same active surface (Table 1) and similar nickel particle size distributions (Figure 6),
the molybdenum promoting action cannot be mainly attributed to structural Mo effects
on the supported nickel nanoparticles. This can be inferred from the observation that
the efficiency over the promoted catalyst was much higher than that expected on the
basis of the active surface (Figure 13). Our results indicate that the support surface of the
promoted catalyst is covered by well-dispersed metallic nickel nanoparticles (XRD, XPS)
and very well-dispersed Mo(V) and Mo(Vi) molybdenum oxides (XPS), besides the metallic
Mo nanoparticles. Moreover, the SEM-EDX mapping of the nickel and molybdenum
showed that the nickel and molybdenum species are located very close together, at least
at the microscale (Figure 8). Based on the above, and taking into account the relevant
literature [20,49,53], it seems that the Mo promoting action can be mainly attributed to the
synergy between the oxygen vacancies situated on the surface of the molybdenum oxides
and the neighboring metallic nickel sites. The intermediate fatty acids are adsorbed on
the oxygen vacancies through the hydroxylic oxygen of the C-OH group. Thus, the C-O
bond is activated, facilitating its attack by hydrogen atoms formed through the dissociative
adsorption of hydrogen molecules on nickel sites. This attack results in the transformation
of the fatty acids to the corresponding fatty aldehydes. Consequently, the slowest step of
the SDO network presented in the Introduction (Figure 1) is accelerated, justifying the Mo
promotion. The aldehydes are also adsorbed on oxygen vacancies via the oxygen of the
C=0 bond, which is activated. This accelerates their reduction to the corresponding fatty
alcohols, explaining the increasing participation of the dehydration pathway in the whole
SDO network (Figure 1).

In an attempt to increase further the green diesel yield obtained over the 20Ni2Mo/MM(H)
catalyst, various reaction parameters were investigated. A recently published and very
systematic work on this subject [55] showed that increasing the reaction temperature in the
range of 280-340 °C significantly increased the yield of hydrocarbons. Moreover, increasing
the catalyst amount up to 5% results in an increase in the amount of hydrocarbons obtained
in the liquid mixture. In addition, a residence time of about half an hour is enough for
obtaining the maximum amount of hydrocarbons at the fairly high H, pressure of 60 bar,
in the presence of 5% catalyst.

In view of the above, we firstly performed catalytic tests at higher reaction temper-
atures (330 and 350 °C). Figure 14a shows that an increase in the reaction temperature
resulted in a decrease in the amount of intermediate esters and a considerable increase
in the amount of green diesel hydrocarbons (C15, C16, C17 and C18) from 20 to 37%.
Taking into account the fact that the esterification reactions are endothermic [87], one
may conclude that the diminution in the amount of esters, as the temperature increases,
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is not due to the effect of temperature on the reaction equilibrium but on the kinetics
of the relevant reactions. A small amount of the intermediate alcohols was identified at
330 °C, in agreement with the SDO mechanism described in the Introduction (Figure 1).
Inspection of Figure 14b shows that an increase in the reaction temperature favors the
production of hydrocarbons with an even number of carbon atoms, implying a shift of the
SDO pathway from the decarbonylation of the intermediate aldehydes to the dehydration
of the intermediate alcohols. Moreover, this can be related to the decrease in the amount of
esters with increasing reaction temperature, as the SDO of the intermediate esters favors
the production of hydrocarbons with even numbers of carbon atoms (see the SDO network
in Figure 1 and [22,43]). The production of C18 and C16 hydrocarbons instead of C17 and
C15 hydrocarbons is obviously beneficial from the viewpoint of carbon atom economy.
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Figure 14. Composition of the liquid phase in n-alkanes, acids, alcohols and esters (a) and n-alkanes
distribution (b), obtained for various reaction temperatures over 1 g of the 20Ni2Mo/MM(H) catalyst,
after 9 h of reaction (reaction conditions: 100 mL of WCO, Py, = 40 bar, H; flow = 100 mL/min).

At this point, it should also be mentioned that a very small amount of cracking
products (<1%) was detected in the liquid reaction product, and only in the case of the
20Ni2Mo/MM(H) catalyst working at the high temperature of 350 °C.

In order to increase even further the green diesel yield obtained over the 20Ni2Mo/MM(H)
catalyst, catalytic tests were performed at 350 °C with three different values of the catalyst
mass. As expected, an increase in the catalyst mass caused an increase in the amount of
green diesel hydrocarbons from 37 to 64% (Figure 15a).
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Figure 15. Composition of the liquid phase in n-alkanes, acids, alcohols and esters obtained for
(a) various catalyst masses of the 20Ni2Mo/MM(H) catalyst at 350 °C after 9 h and (b) various
reaction times over 3 g of the 20Ni2Mo/MM(H) catalyst at 350 °C (reaction conditions: 100 mL of
WCO, Py, =40 bar, H; flow = 100 mL/min).

Finally, we investigated the effect of reaction time on the catalytic efficiency. The
results are illustrated in Figure 15b. It can be seen that an almost full transformation of
the WCO to green diesel (96%) was obtained over the promoted catalyst at 350 °C, for a
reaction time of 13 h and a ratio of WCO volume to catalyst mass of 100 mL/3 g. This result
shows the very high efficiency of the promoted catalyst, taking into account the fact that the
latter two parameters correspond to an LHSV value equal to 2.5 h~!, which is considered
quite a reliable value from the viewpoint of industrial applications.

The comparison of the present results with current literature results in the domain
of the SDO of triglycerides and related compounds over nickel catalysts clearly revealed
that the catalytic behavior of nickel species supported on mineral montmorillonite was
similar to that exhibited over synthetic supports such as y-alumina [20,21,49-51,63], sil-
ica [52,53,56,57,60], zirconia [88], ceria [64], zeolites [54,58,59,63], active carbons [62,63] and
mineral palygorskite [66,67], from the viewpoint of the SDO network. Moreover, the cat-
alytic efficiency obtained in the present study over nickel species supported on post-treated
mineral montmorillonite was comparable to those obtained over nickel species supported
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on synthetic supports, though a rigorous comparison is very difficult to achieve due to
the quite different evaluation conditions adopted in each case. Moreover, the comparison
of the present results regarding the Mo-Ni bimetallic catalyst with the corresponding
catalysts supported on various synthetic supports [20,21,49-65] showed that the Mo pro-
moting action was also clearly manifested over nickel catalysts supported on mineral
montmorillonite.

3. Materials and Methods

Following the approach adopted in this study, as outlined in the Introduction, the
experimental part of the work involved the following steps. (i) The acid treatment with
2N HClI aqueous solution of the mineral montmorillonite to improve its textural charac-
teristics. This treatment had been previously tested successfully [75]. (ii) The preparation
of supported nickel catalysts with various nickel loadings in the range 10-40 wt.%, which
had been proved very suitable in the case of nickel catalysts supported on mineral paly-
gorskite [66,67]. (iii) The evaluation of these catalysts for selecting the most promising
loading. (iv) The preparation of a molybdenum-promoted nickel catalyst based on the most
promising loading of the unpromoted nickel catalyst, synthesized with the optimum atomic
Ni/(Mo+Ni) ratio [20,21]. (v) The evaluation of the Mo—-Ni catalyst that had proved to be
the most active in the temperature range 310-350 °C, which is considered appropriate for
SDO [11] (the upper limit of this range is critical because at higher temperatures extended
fragmentation of the triglyceride side chains is probable). (vi) The evaluation of the Mo-Ni
catalyst at the most promising reaction temperature (350 °C) for different reaction times
and volume of WCO/mass of catalyst ratios, in order to optimize the catalytic efficiency.
(vii) The characterization of the catalysts using various methods in order to rationalize the
catalytic efficiency at each step of the study.

3.1. Feedstock

The WCO was purchased from the CollectOil company (Patras, Greece). It was
filtered several times using filters of different sizes and then centrifuged. The feedstock
characteristics have been reported in a previous contribution [89].

3.2. Catalyst Preparation
3.2.1. Acid Treatment of Mineral Montmorillonite

The mineral montmorillonite (MM), originating from soils of the Greek island Milos
in the Aegean Sea, was provided by the Imerys company (Paris, France). This was treated
with 2N HCI aqueous solution in order to improve its physicochemical properties. In
a typical experiment, 5 g of the montmorillonite and 100 mL of the acid solution were
added to a round-bottomed flask. The acid treatment was performed at 70 °C for 6 h.
The suspension was cooled at room temperature and then filtered under vacuum using a
Biichner funnel sintered disc with a porosity of 2 (40-90 um). The solid in the filter was
washed several times with distilled water in order to remove the acid remaining inside
its pores. The wet solid obtained was dried overnight at 110 °C and then ground to a
fine-grained texture. More details of the acid treatment of mineral montmorillonite have
been reported elsewhere [75].

3.2.2. Synthesis of the Catalysts

Monometallic Ni catalysts supported on montmorillonite were synthesized following
the deposition—precipitation method. A suitable amount of nickel nitrate hexahydrate
(Chem-Lab NV) was added to a spherical flask containing 50 mL of water with a weighed
amount of montmorillonite suspended in it. Then, 50 mL of urea (Duchefa) in aqueous
solution was added. The concentration of the solution was adjusted to obtain a molecular
ratio of ammonia/NOj3™ ions equal to 3. After the installation of a reflux condenser and a
magnetic stirrer, the flask was immersed in a heated oil bath (80 °C), and the suspension
remained at this temperature for 10 h. The temperature was then decreased to room
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temperature and the suspension was filtered. The solid obtained was washed with triply
distilled water and dried at 110 °C overnight. The MoNi bimetallic catalyst was synthesized
following a co-deposition—precipitation methodology involving the dissolution of suitable
amounts of nickel nitrate hexahydrate and ammonium heptamolybdate tetrahydrate (Alfa
Aesar) in a spherical flask containing 50 mL of water. The rest of the procedure was identical
to that described above.

3.2.3. Activation of the Catalysts

The activation procedure, performed in a fixed-bed quartz reactor, involved two steps.
In the first step, carried out under a flow of argon (30 mL/min), the temperature was
increased at a rate of 5 °C/min from room temperature up to 400 °C and then held constant
for 1 h. The nickel hydroxide, formed via deposition—precipitation, was decomposed to
nickel oxide in this step (oxidic precursors). The activated catalysts were obtained in the
second step by reducing the oxidic precursors at 500 °C for 2.5 h under a flow of hydrogen
(30 mL/min).

3.3. Catalyst Characterization
3.3.1. Np Adsorption—Desorption Isotherms

The BET specific surface area (Spgt) and the pore volume distribution (PVDBJH) of the
activated samples were determined using N, adsorption—desorption isotherms recorded
on a Micromeritics apparatus (TriStar 3000 porosimeter) (Norcross, GA, USA). The PVDBJH
was determined following the BJH methodology based on the N; desorption curve.

3.3.2. X-ray Diffraction

The crystal phases and the crystal sizes of the activated samples were determined
via XRD. The X-ray diffraction patterns were recorded in the 20 range of 5-80° using a
Bruker D8 Advance diffractometer. This was equipped with a Ni-filtered CuKa (1.5418 A)
radiation source (step size 0.02°, time per step 0.5 s) (Karlsruhe, Germany).

3.3.3. Scanning and Transmission Electron Microscopy

A scanning electron microscope (JEOL JSM-6300) (Peabody, MA, USA) equipped with
an energy-dispersive spectrometer (EDS) was used for determining the morphology and
the elemental mapping in the activated samples. A JEOL JEM-2100 system operating at
200 kV (resolution: point 0.23 nm, lattice 0.14 nm) was used for obtaining the TEM images
and electron diffraction data. The TEM images were recorded using an Erlangshen CCD
Camera (Gatan Model 782 ES500W, Pleasanton, CA, USA).

3.3.4. Hydrogen Temperature Programmed Reduction

The H,-TPR experiments were performed in order to investigate the reducibility of
two precursor (oxidic) samples. To record the H,-TPR curves, a quantity of the sample,
taken before activation, was placed in a quartz micro-reactor, and a Hy—He mixture was
passed through the reactor for a certain time at room temperature. The temperature was
then increased to 1000 °C at a constant rate of 10 °C/min. The decrease in hydrogen
concentration in the gas mixture due to the reduction of the sample was monitored using a
TCD. The gas mixture in the reactor outlet was dried in a cold trap placed before the TCD.

3.3.5. Ammonia Temperature Programmed Desorption

The NH3-TPD experiments were carried out in order to determine the distribution of
the surface acid sites developed on two activated samples. A certain quantity of the solid
was placed in a quartz micro-reactor and He was passed through to remove the adsorbed
species. A stream of NH3; was fed in at room temperature. Then, this was switched to He
to remove the physisorbed NHs. The temperature was then increased up to 900 °C at a rate
of 10 °C/min, and the amount of desorbed NHj3 was determined at the reactor outlet using
a TCD.
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3.3.6. X-ray Photoelectron Spectroscopy

The photoemission experiments were carried out in an ultra-high vacuum system
(UHV) consisting of a high-pressure cell and preparation and analysis chambers. The base
pressure in the analysis chamber was 1 x 10~ mbar. The analysis chamber was equipped
with a dual-anode Mg/ Al X-ray gun and a SPECS Phoibos 100 1D-DLD energy analyzer.
A monochromatized MgK«x line at 1253.6 eV and an analyzer pass energy of 15 eV were
used in the XPS measurements, giving a full width at half maximum (FWHM) value of
0.9 eV for the Ag3d5/2 peak. The XPS core level spectra were collected and analyzed using
SpecsLab Prodigy commercial software (version 4.86.2) (SPECS GmbH, Berlin). The atomic
ratios were calculated from the intensities (peak areas) of the XPS peaks weighted with
the corresponding relative sensitivity factors (RSF). The samples were in powder form
and pressed into pellets (stainless steel). Prior to XPS analysis, the samples were heated at
500 °C in a H, atmosphere for 5 h in the high-pressure cell.

3.4. Catalyst Evaluation

The catalyst efficiencies for the transformation of WCO into third-generation green
diesel were evaluated in a semi-batch reactor (300 mL, Autoclave Engineers, Erie, PA, USA)
working at various temperatures (310-350 °C) at a hydrogen pressure of 40 bar. The reactor
was loaded with a feedstock volume of 100 mL and a catalyst mass of 1-3 g. Then, it was
heated at a temperature rate of 10 °C/min to the desired reaction temperature under an
Ar flow (100 mL/min) to purge the dead volume from the ambient air. When the desired
reaction temperature was achieved, the Ar stream was changed to H; at the same flow
rate, controlled by a mass flow controller (Brooks 58505 S, Smethwick, UK). The reaction
was monitored for 9 h. The best catalyst was evaluated for up to 13 h. At the exit of the
reactor, a cold trap was used to collect water and organic products evaporated under the
reaction conditions. Liquid samples were withdrawn from the reactor every hour and the
reaction products were determined via gas chromatography. A Shimadzu GC-2010 Plus gas
chromatograph was used, equipped with a flame ionization detector and a suitable column
(ZB-5HT Inferno, Zebron, 1: 30 m, d: 0.32 mm, tf: 0.10 pm). The reaction products were also
identified via gas chromatography—mass spectrometry using a Shimadzu GCMS-QP2010
Ultra apparatus.

4. Conclusions

The catalytic efficiency increased significantly with nickel content from 10 to 20 wt.%
Ni, and then slightly from 20 to 40 wt.% Ni, following the trend of increase observed for
the nickel active surface. The addition of 2 wt.% Mo to the catalyst containing 20 wt.%
Ni resulted in a considerable increase in the amount of green diesel hydrocarbons in the
reaction product from 8.2 to 20%. Thus, the Mo promoting action was demonstrated
for nickel catalysts supported on montmorillonite. The Mo species, moreover, led to a
considerable decrease in the (C15 + C17)/(C16 + C18) ratio, indicating that Mo favors
the SDO pathway taking place through the dehydration of the intermediate alcohols.
The promoting action of Mo was attributed mainly to the synergy between the oxygen
vacancies situated on the surface of the very well-dispersed Mo(V) and Mo(VI) oxides and
the neighboring metallic nickel sites, and only secondarily to the structural Mo effects on the
supported nickel nanoparticles. An increase in the reaction temperature from 310 to 350 °C
caused an additional increase in the green diesel hydrocarbons in the reaction product from
20 to 37% and a drastic decrease in the (C15 + C17)/(C16 + C18) ratio from 1.3 to 0.25. The
latter is beneficial from the viewpoint of carbon atom economy. Furthermore, an increase in
catalyst mass from 1 to 3 g per 100 mL of WCO resulted in a drastic increase in green diesel
hydrocarbons in the reaction products from 37 to 64%. Finally, an increase in the reaction
time from 9 to 13 h led to an almost full transformation of the WCO to green diesel (96%).
This result is very important, considering the solvent-free reaction conditions as well as the
fairly high WCO-volume-to-catalyst-mass ratio (33.3 mL/g) and the reaction time of 13 h,
which correspond to a LHSV equal to 2.5 h~!. This value is considered to be quite reliable
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from the viewpoint of industrial applications. Thus, the cheap and abundant mineral
montmorillonite is a promising support for developing efficient nickel—molybdenum
catalysts for third-generation green diesel production.

Author Contributions: Conceptualization, C.K. and K.B.; methodology, S.L. and E.K.; validation, S.L.
and E.K,; formal analysis, S.L. and E.K,; investigation, S.L., ].Z. and E.K; data curation, S.L., ].Z. and
E.K.; writing—original draft preparation, E.K. and C K.; writing—review and editing, C.K. and K.B.;
visualization, C.K. and K.B.; supervision, K.B. All authors have read and agreed to the published
version of the manuscript.

Funding: This research was funded by the Special Account for Research Funds of the Hellenic Open
University, under grant number 80246.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

Sample Availability: Samples of all catalysts are available from the authors.

References

1.  Maity, S.K. Opportunities, Recent Trends and Challenges of Integrated Biorefinery: Part I. Renew. Sustain. Energy Rev. 2015, 43,
1427-1445. [CrossRef]

2. Lycourghiotis, A.; Kordulis, C.; Lycourghiotis, S. Beyond Fossil Fuels: The Return Journey to Renewable Energy; Crete University
Press: Herakleion, Greece, 2017.

3. Armaroli, N.; Balzani, V. The Future of Energy Supply: Challenges and Opportunities. Angew. Chem. Int. Ed. 2007, 46, 52—66.
[CrossRef] [PubMed]

4. Isikgor, FH.; Remzi Becer, C. Lignocellulosic Biomass: A Sustainable Platform for the Production of Bio-Based Chemicals and
Polymers. Polym. Chem. 2015, 6, 4497-4559. [CrossRef]

5. Patel, M.; Kumar, A. Production of Renewable Diesel through the Hydroprocessing of Lignocellulosic Biomass-Derived Bio-Oil:
A Review. Renew. Sustain. Energy Rev. 2016, 58, 1293-1307. [CrossRef]

6. Bolonio, D.; Garcia-Martinez, M.-].; Ortega, M.F.; Lapuerta, M.; Rodriguez-Fernandez, J.; Canoira, L. Fatty Acid Ethyl Esters
(FAEEs) Obtained from Grapeseed Oil: A Fully Renewable Biofuel. Renew. Energy 2019, 132, 278-283. [CrossRef]

7. Ambursa, M.M.; Juan, J.C.; Yahaya, Y.; Taufig-Yap, Y.H,; Lin, Y.-C.; Lee, H.V. A Review on Catalytic Hydrodeoxygenation of
Lignin to Transportation Fuels by Using Nickel-Based Catalysts. Renew. Sustain. Energy Rev. 2021, 138, 110667. [CrossRef]

8.  Kubickova, I.; Kubi¢ka, D. Utilization of Triglycerides and Related Feedstocks for Production of Clean Hydrocarbon Fuels and
Petrochemicals: A Review. Waste Biomass Valorization 2010, 1, 293-308. [CrossRef]

9.  Zhao, C,; Briick, T.; Lercher, J.A. Catalytic Deoxygenation of Microalgae Oil to Green Hydrocarbons. Green Chem. 2013, 15,
1720-1739. [CrossRef]

10. Douvartzides, S.L.; Charisiou, N.D.; Papageridis, K.N.; Goula, M.A. Green Diesel: Biomass Feedstocks, Production Technologies,
Catalytic Research, Fuel Properties and Performance in Compression Ignition Internal Combustion Engines. Energies 2019, 12, 809.
[CrossRef]

11.  Kordulis, C.; Bourikas, K.; Gousi, M.; Kordouli, E.; Lycourghiotis, A. Development of nickel based catalysts for the transformation
of natural triglycerides and related compounds into green diesel: A critical review. Appl. Catal. B Environ. 2016, 181, 156-196.
[CrossRef]

12.  Singh, D.; Sharma, D.; Soni, S.L.; Sharma, S.; Kumari, D. Chemical Compositions, Properties, and Standards for Different
Generation Biodiesels: A Review. Fuel 2019, 253, 60-71. [CrossRef]

13. Liu, J; Liu, C.; Zhou, G.; Shen, S.; Rong, L. Hydrotreatment of Jatropha Oil over NiMoLa/Al,O3 Catalyst. Green Chem. 2012, 14,
2499-2505. [CrossRef]

14. Liu,J.; Fan, K;; Tian, W,; Liu, C.; Rong, L. Hydroprocessing of Jatropha Oil over NiMoCe/Al,O3 Catalyst. Int. J. Hydrogen Energy
2012, 37, 17731-17737. [CrossRef]

15.  Zhou, G,; Hou, Y,; Liu, L.; Liu, H; Liu, C; Liu, J.; Qiao, H.; Liu, W.; Fan, Y.; Shen, S.; et al. Preparation and Characterization of
NiW-nHA Composite Catalyst for Hydrocracking. Nanoscale 2012, 4, 7698-7703. [CrossRef]

16. Liu, C; Liu, J.; Zhou, G.; Tian, W.; Rong, L. Transformation of Jatropha Oil into Green Diesel over a New Heteropolyacid Catalyst.
Environ. Prog. Sustain. Energy 2013, 32, 1240-1246. [CrossRef]

17.  Fan, K, Liu, J.; Yang, X.; Rong, L. Hydrocracking of Jatropha Oil over Ni-H3PW;,04/Nano-Hydroxyapatite Catalyst. Int. J.

Hydrogen Energy 2014, 39, 3690-3697. [CrossRef]


http://doi.org/10.1016/j.rser.2014.11.092
http://doi.org/10.1002/anie.200602373
http://www.ncbi.nlm.nih.gov/pubmed/17103469
http://doi.org/10.1039/C5PY00263J
http://doi.org/10.1016/j.rser.2015.12.146
http://doi.org/10.1016/j.renene.2018.08.010
http://doi.org/10.1016/j.rser.2020.110667
http://doi.org/10.1007/s12649-010-9032-8
http://doi.org/10.1039/c3gc40558c
http://doi.org/10.3390/en12050809
http://doi.org/10.1016/j.apcatb.2015.07.042
http://doi.org/10.1016/j.fuel.2019.04.174
http://doi.org/10.1039/c2gc35450k
http://doi.org/10.1016/j.ijhydene.2012.09.020
http://doi.org/10.1039/c2nr31486j
http://doi.org/10.1002/ep.11714
http://doi.org/10.1016/j.ijhydene.2013.12.123

Molecules 2022, 27, 643 21 of 23

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

Yang, R.; Du, X.; Zhang, X.; Xin, H.; Zhou, K; Li, D.; Hu, C. Transformation of Jatropha Oil into High-Quality Biofuel over Ni-W
Bimetallic Catalysts. ACS Omega 2019, 4, 10580-10592. [CrossRef]

Silva, G.C.R.; Qian, D.; Pace, R.; Heintz, O.; Caboche, G.; Santillan-Jimenez, E.; Crocker, M. Promotional Effect of Cu, Fe and Pt
on the Performance of Ni/Al,O3 in the Deoxygenation of Used Cooking Oil to Fuel-Like Hydrocarbons. Catalysts 2020, 10, 91.
[CrossRef]

Kordouli, E.; Sygellou, L.; Kordulis, C.; Bourikas, K.; Lycourghiotis, A. Probing the synergistic ratio of the NiMo/-Al,O3 reduced
catalysts for the transformation of natural triglycerides into green diesel. Appl. Catal. B Environ. 2017, 209, 12-22. [CrossRef]
Kordouli, E.; Pawelec, B.; Bourikas, K.; Kordulis, C.; Fierro, ].L.G.; Lycourghiotis, A. Mo promoted Ni-Al,O3 co-precipitated
catalysts for green diesel production. Appl. Catal. B Environ. 2018, 229, 139-154. [CrossRef]

Papadopoulos, C.; Kordouli, E.; Sygellou, L.; Bourikas, K.; Kordulis, C.; Lycourghiotis, A. W Promoted Ni-Al,O3 Co-Precipitated
Catalysts for Green Diesel Production. Fuel Process. Technol. 2021, 217, 106820. [CrossRef]

Loe, R.; Santillan-Jimenez, E.; Morgan, T.; Sewell, L.; Ji, Y.; Jones, S.; Isaacs, M.A.; Lee, A.F.; Crocker, M. Effect of Cu and Sn
promotion on the catalytic deoxygenation of model and algal lipids to fuel-like hydrocarbons over supported Ni catalysts. Appl.
Catal. B Environ. 2016, 191, 147-156. [CrossRef]

Loe, R.; Lavoignat, Y.; Maier, M.; Abdallah, M.; Morgan, T.; Qian, D.; Pace, R.; Santillan-Jimenez, E.; Crocker, M. Continuous
Catalytic Deoxygenation of Waste Free Fatty Acid-Based Feeds to Fuel-Like Hydrocarbons Over a Supported Ni-Cu Catalyst.
Catalysts 2019, 9, 123. [CrossRef]

Kantama, A.; Narataruksa, P.; Hunpinyo, P.; Prapainainar, C. Techno-Economic Assessment of a Heat-Integrated Process for
Hydrogenated Renewable Diesel Production from Palm Fatty Acid Distillate. Biomass Bioenergy 2015, 83, 448-459. [CrossRef]
Boonyasuwat, S.; Tscheikuna, J. Co-Processing of Palm Fatty Acid Distillate and Light Gas Oil in Pilot-Scale Hydrodesulfurization
Unit over Commercial CoMo/Al,Os. Fuel 2017, 199, 115-124. [CrossRef]

Simasatitkul, L.; Arpornwichanop, A. Feasibility Study of Using Waste Cooking Oil and Byproduct from Palm Oil Refinery for
Green Diesel Production. Chem. Eng. Trans. 2019, 74, 1-6. [CrossRef]

Hanafi, S.A.; Elmelawy, M.S.; Shalaby, N.H.; El-Syed, H.A.; Eshaq, G.; Mostafa, M.S. Hydrocracking of Waste Chicken Fat as a
Cost Effective Feedstock for Renewable Fuel Production: A Kinetic Study. Egypt. J. Pet. 2016, 25, 531-537. [CrossRef]

Hanafi, S.A.; Elmelawy, M.S.; Eshaq, G.; EIMetwally, A.E. Selective Deoxygenation of Waste Chicken Fat over Sulfided and
Reduced Co-Mo-La/yAl,O3 as Catalysts for the Sustainable Production of Renewable Fuel. Biomass Convers. Biorefin. 2019, 9,
625-632. [CrossRef]

Phimsen, S.; Kiatkittipong, W.; Yamada, H.; Tagawa, T.; Kiatkittipong, K.; Laosiripojana, N.; Assabumrungrat, S. Oil Extracted
from Spent Coffee Grounds for Bio-Hydrotreated Diesel Production. Energy Convers. Manag. 2016, 126, 1028-1036. [CrossRef]
Dohlert, P.; Weidauer, M.; Enthaler, S. Spent Coffee Ground as Source for Hydrocarbon Fuels. J. Energy Chem. 2016, 25, 146-152.
[CrossRef]

Phimsen, S.; Kiatkittipong, W.; Yamada, H.; Tagawa, T.; Kiatkittipong, K.; Laosiripojana, N.; Assabumrungrat, S. Nickel Sulfide,
Nickel Phosphide and Nickel Carbide Catalysts for Bio-Hydrotreated Fuel Production. Energy Convers. Manag. 2017, 151, 324-333.
[CrossRef]

Kovalcik, A.; Obruca, S.; Marova, 1. Valorization of Spent Coffee Grounds: A Review. Food Bioprod. Process. 2018, 110, 104-119.
[CrossRef]

Kamil, M.; Ramadan, K.M.,; Olabi, A.G.; Al-Ali, E.I.; Ma, X.; Awad, O.I. Economic, Technical, and Environmental Viability of
Biodiesel Blends Derived from Coffee Waste. Renew. Energy 2020, 147, 1880-1894. [CrossRef]

Simakova, I.; Simakova, O.; Miki-Arvela, P.; Murzin, D.Y. Decarboxylation of Fatty Acids over Pd Supported on Mesoporous
Carbon. Catal. Today 2010, 150, 28-31. [CrossRef]

De Sousa, E.P; Cardoso, C.C.; Pasa, VM.D. Producing Hydrocarbons for Green Diesel and Jet Fuel Formulation from Palm Kernel
Fat over Pd/C. Fuel Process. Technol. 2016, 143, 35-42. [CrossRef]

Yang, L.; Carreon, M.A. Deoxygenation of Palmitic and Lauric Acids over Pt/ZIF-67 Membrane/Zeolite 5A Bead Catalysts. ACS
Appl. Mater. Interfaces 2017, 9, 31993-32000. [CrossRef]

Kon, K,; Toyao, T.; Onodera, W.; Siddiki, S.M.A.H.; Shimizu, K. Hydrodeoxygenation of Fatty Acids, Triglycerides, and Ketones
to Liquid Alkanes by a Pt~-MoO/TiO, Catalyst. ChemCatChem 2017, 9, 2822-2827. [CrossRef]

Janampelli, S.; Darbha, S. Metal Oxide-Promoted Hydrodeoxygenation Activity of Platinum in Pt-MOy/Al,O3 Catalysts for
Green Diesel Production. Energy Fuels 2018, 32, 12630-12643. [CrossRef]

Coumans, A.E.; Hensen, E.J.M. A Model Compound (Methyl Oleate, Oleic Acid, Triolein) Study of Triglycerides Hydrodeoxy-
genation over Alumina-Supported NiMo Sulfide. Appl. Catal. B 2017, 201, 290-301. [CrossRef]

Arora, P; Ojagh, H.; Woo, J.; Lind Grennfelt, E.; Olsson, L.; Creaser, D. Investigating the Effect of Fe as a Poison for Catalytic HDO
over Sulfided NiMo Alumina Catalysts. Appl. Catal. B 2018, 227, 240-251. [CrossRef]

Vlasova, E.N.; Bukhtiyarova, G.A.; Deliy, I.V.; Aleksandrov, P.V.; Porsin, A.A.; Panafidin, M.A.; Gerasimov, E.Y.; Bukhtiyarov, V..
The effect of rapeseed oil and carbon monoxide on SRGO hydrotreating over sulfide CoMo/Al,O3 and NiMo/Al,O3 catalysts.
Catal. Today 2020, 357, 526-533. [CrossRef]

Gousi, M.; Kordouli, E.; Bourikas, K.; Symianakis, E.; Ladas, S.; Kordulis, C.; Lycourghiotis, A. Green Diesel Production over
Nickel-Alumina Nanostructured Catalysts Promoted by Copper. Energies 2020, 13, 3707. [CrossRef]


http://doi.org/10.1021/acsomega.9b00375
http://doi.org/10.3390/catal10010091
http://doi.org/10.1016/j.apcatb.2017.02.045
http://doi.org/10.1016/j.apcatb.2018.02.015
http://doi.org/10.1016/j.fuproc.2021.106820
http://doi.org/10.1016/j.apcatb.2016.03.025
http://doi.org/10.3390/catal9020123
http://doi.org/10.1016/j.biombioe.2015.10.019
http://doi.org/10.1016/j.fuel.2017.02.069
http://doi.org/10.3303/CET1974001
http://doi.org/10.1016/j.ejpe.2015.11.006
http://doi.org/10.1007/s13399-019-00467-5
http://doi.org/10.1016/j.enconman.2016.08.085
http://doi.org/10.1016/j.jechem.2015.11.012
http://doi.org/10.1016/j.enconman.2017.08.089
http://doi.org/10.1016/j.fbp.2018.05.002
http://doi.org/10.1016/j.renene.2019.09.147
http://doi.org/10.1016/j.cattod.2009.07.064
http://doi.org/10.1016/j.fuproc.2015.10.024
http://doi.org/10.1021/acsami.7b11638
http://doi.org/10.1002/cctc.201700219
http://doi.org/10.1021/acs.energyfuels.8b03588
http://doi.org/10.1016/j.apcatb.2016.08.036
http://doi.org/10.1016/j.apcatb.2018.01.027
http://doi.org/10.1016/j.cattod.2019.06.011
http://doi.org/10.3390/en13143707

Molecules 2022, 27, 643 22 of 23

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

Alvarez-Galvan, M.C.; Campos-Martin, ].M.; Fierro, J.L.G. Transition Metal Phosphides for the Catalytic Hydrodeoxygenation of
Waste Oils into Green Diesel. Catalysts 2019, 9, 293. [CrossRef]

De Oliveira Camargo, M.; Castagnari Willimann Pimenta, J.L.; de Oliveira Camargo, M.; Arroyo, P.A. Green Diesel Production
by Solvent-Free Deoxygenation of Oleic Acid over Nickel Phosphide Bifunctional Catalysts: Effect of the Support. Fuel 2020,
281,118719. [CrossRef]

Shi, Y.; Li, M.; Yu, Y.; Zhang, B. Recent Advances in Nanostructured Transition Metal Phosphides: Synthesis and Energy-Related
Applications. Energy Environ. Sci. 2020, 13, 4564-4582. [CrossRef]

Nguyen, H.S.; Midki-Arvela, P.; Akhmetzyanova, U.; Tisler, Z.; Hachemi, I.; Rudndés, A.; Smeds, A.; Erdnen, K.; Aho, A.; Kumar, N.;
et al. Direct Hydrodeoxygenation of Algal Lipids Extracted from Chlorella Alga. J. Chem. Technol. Biotechnol. 2017, 92, 741-748.
[CrossRef]

Arun, N.; Sharma, R.V,; Dalai, A K. Green Diesel Synthesis by Hydrodeoxygenation of Bio-Based Feedstocks: Strategies for
Catalyst Design and Development. Renew. Sustain. Energy Rev. 2015, 48, 240-255. [CrossRef]

Imai, H.; Kimura, T.; Terasaka, K.; Li, X.; Sakashita, K.; Asaoka, S.; Al-Khattaf, 5.S. Hydroconversion of Fatty Acid Derivative over
Supported Ni-Mo Catalysts under Low Hydrogen Pressure. Catal. Today 2018, 303, 185-190. [CrossRef]

Kumar, P.; Maity, S.K.; Shee, D. Role of NiMo Alloy and Ni Species in the Performance of NiMo/Alumina Catalysts for
Hydrodeoxygenation of Stearic Acid: A Kinetic Study. ACS Omega 2019, 4, 2833-2843. [CrossRef] [PubMed]

Yenumala, S.R.; Kumar, P.; Maity, S.K.; Shee, D. Production of Green Diesel from Karanja Oil (Pongamia Pinnata) Using
Mesoporous NiMo-Alumina Composite Catalysts. Bioresour. Technol. Rep. 2019, 7, 100288. [CrossRef]

Imai, H.; Abe, M.; Terasaka, K.; Suzuki, T.; Li, X.; Yokoi, T. Hydroconversion of Methyl Laurate over Silica-Supported Ni-Mo
Catalysts with Different Ni Sizes. Fuel Process. Technol. 2018, 180, 166-172. [CrossRef]

Cao, X.; Long, F; Zhai, Q.; Liu, P,; Xu, J.; Jiang, J. Enhancement of Fatty Acids Hydrodeoxygenation Selectivity to Diesel-Range
Alkanes over the Supported Ni-MoOx Catalyst and Elucidation of the Active Phase. Renew. Energy 2020, 162, 2113-2125.
[CrossRef]

Lee, C.-W,; Lin, P--Y.; Chen, B.-H.; Kukushkin, R.G.; Yakovlev, V.A. Hydrodeoxygenation of palmitic acid over zeolite-supported
nickel catalysts. Catal. Today 2021, 379, 124-131. [CrossRef]

Malins, K. Synthesis of Renewable Hydrocarbons from Vegetable Oil Feedstock by Hydrotreatment over Selective Sulfur-Free
5i0,-Al,O3 Supported Monometallic Pd, Pt, Ru, Ni, Mo and Bimetallic NiMo Catalysts. Fuel 2021, 285, 119129. [CrossRef]

Yan, L.; Liu, X.; Deng, J.; Fu, Y. Molybdenum Modified Nickel Phyllosilicates as a High Performance Bifunctional Catalyst for
Deoxygenation of Methyl Palmitate to Alkanes under Mild Conditions. Green Chem. 2017, 19, 4600-4609. [CrossRef]

Zhu, Y.; Wei, R;; Fan, J.; Wu, Y.; Xu, S.; Gao, L.; Zhang, ].; Xiao, G. Hydrodeoxygenation of Octanoic Acid over Supported Ni and
Mo Catalysts: Effect of Ni/Mo Ratio and Catalyst Recycling. ChemistrySelect 2019, 4, 2229-2236. [CrossRef]

Ding, S.; Li, Z.; Li, F; Wang, Z.; Li, ].; Zhao, T,; Lin, H.; Chen, C. Catalytic Hydrogenation of Stearic Acid over Reduced NiMo
Catalysts: Structure—Activity Relationship and Effect of the Hydrogen-Donor. Appl. Catal. A 2018, 566, 146-154. [CrossRef]
Xing, G.; Liu, S.; Guan, Q.; Li, W. Investigation on Hydroisomerization and Hydrocracking of C15—Cjg n-Alkanes Utilizing a
Hollow Tubular Ni-Mo/SAPO-11 Catalyst with High Selectivity of Jet Fuel. Catal. Today 2019, 330, 109-116. [CrossRef]
Trisunaryanti, W.; Larasati, S.; Triyono, T.; Paramesti, C.; Santoso, N.R. Selective Production of Green Hydrocarbons from the
Hydrotreatment of Waste Coconut Oil over Ni- and NiMo-Supported on Amine-Functionalized Mesoporous Silica. Bull. Chem.
React. Eng. Catal. 2020, 15, 415-431. [CrossRef]

Liang, J.; Chen, T.; Liu, J.; Zhang, Q.; Peng, W.; Li, Y.; Zhang, F,; Fan, X. Chemoselective Hydrodeoxygenation of Palmitic Acid to
Diesel-like Hydrocarbons over Ni/MoO,@Mo,CTy Catalyst with Extraordinary Synergic Effect. Chem. Eng. J. 2020, 391, 123472.
[CrossRef]

Yang, X; Li, X,; Liu, J.; Rong, L. Ni/Phosphomolybdic Acid Immobilized on Carbon Nanotubes for Catalytic Cracking of Jatropha
Oil. Chem. Phys. Lett. 2019, 720, 42-51. [CrossRef]

Ding, S.; Li, E; Li, Z.; Yu, H.; Song, C.; Xiong, D.; Lin, H. Catalytic Hydrodeoxygenation of Waste Cooking Oil and Stearic Acid
over Reduced Nickel-Basded Catalysts. Catal. Commun. 2021, 149, 106235. [CrossRef]

Shen, P; Wei, R.; Zhu, M.Y,; Pan, D.; Xu, S.; Gao, L.; Xiao, G. Hydrodeoxygenation of Octanoic Acid over the Mo-Doped
CeO,-Supported Bimetal Catalysts: The Role of Mo. ChemistrySelect 2018, 3, 4786—-4796. [CrossRef]

Fani, K.; Lycourghiotis, S.; Bourikas, K.; Kordouli, E. Biodiesel Upgrading to Renewable Diesel over Nickel Supported on Natural
Mordenite Catalysts. Ind. Eng. Chem. Res. 2021, 60, 18695-18706. [CrossRef]

Lycourghiotis, S.; Kordouli, E.; Sygellou, L.; Bourikas, K.; Kordulis, C. Nickel Catalysts Supported on Palygorskite for Transfor-
mation of Waste Cooking Oils into Green Diesel. Appl. Catal. B 2019, 259, 118059. [CrossRef]

Lycourghiotis, S.; Kordouli, E.; Kordulis, C.; Bourikas, K. Transformation of residual fatty raw materials into third generation
green diesel over a nickel catalyst supported on mineral palygorskite. Renew. Energy 2021, 180, 773-786. [CrossRef]

Anthony, J.W.; Bideaux, R.A.; Bladh, K.W.; Nichols, M.C. Handbook of Mineralogy, Volume II: Silica, Silicates; Mineralogical Society of
America: Chantilly, VA, USA, 2003. Available online: http://www.handbookofmineralogy.org/ (accessed on 1 December 2021).
Sachs-Barrable, K.; Darlington, J.W.; Wasan, K.M. The Effect of Two Novel Cholesterol-Lowering Agents, Disodium Ascorbyl
Phytostanol Phosphate (DAPP) and Nanostructured Aluminosilicate (NSAS) on the Expression and Activity of P-Glycoprotein
within Caco-2 Cells. Lipids Health Dis. 2014, 13, 153. [CrossRef]


http://doi.org/10.3390/catal9030293
http://doi.org/10.1016/j.fuel.2020.118719
http://doi.org/10.1039/D0EE02577A
http://doi.org/10.1002/jctb.5158
http://doi.org/10.1016/j.rser.2015.03.074
http://doi.org/10.1016/j.cattod.2017.08.023
http://doi.org/10.1021/acsomega.8b03592
http://www.ncbi.nlm.nih.gov/pubmed/31459514
http://doi.org/10.1016/j.biteb.2019.100288
http://doi.org/10.1016/j.fuproc.2018.08.014
http://doi.org/10.1016/j.renene.2020.10.052
http://doi.org/10.1016/j.cattod.2020.05.013
http://doi.org/10.1016/j.fuel.2020.119129
http://doi.org/10.1039/C7GC01720K
http://doi.org/10.1002/slct.201803679
http://doi.org/10.1016/j.apcata.2018.08.028
http://doi.org/10.1016/j.cattod.2018.04.028
http://doi.org/10.9767/bcrec.15.2.7136.415-431
http://doi.org/10.1016/j.cej.2019.123472
http://doi.org/10.1016/j.cplett.2019.02.008
http://doi.org/10.1016/j.catcom.2020.106235
http://doi.org/10.1002/slct.201703075
http://doi.org/10.1021/acs.iecr.1c02560
http://doi.org/10.1016/j.apcatb.2019.118059
http://doi.org/10.1016/j.renene.2021.08.059
http://www.handbookofmineralogy.org/
http://doi.org/10.1186/1476-511X-13-153

Molecules 2022, 27, 643 23 of 23

70.

71.

72.

73.

74.

75.

76.

77.

78.

79.

80.

81.

82.

83.

84.

85.

86.

87.

88.

89.

Pentrak, M.; Bizovska, V.; Madejov4, J. Near-IR Study of Water Adsorption on Acid-Treated Montmorillonite. Vib. Spectrosc. 2012,
63, 360-366. [CrossRef]

Pentrak, M.; Czimerova, A.; Madejova, J.; Komadel, P. Changes in Layer Charge of Clay Minerals upon Acid Treatment as
Obtained from Their Interactions with Methylene Blue. Appl. Clay Sci. 2012, 55, 100-107. [CrossRef]

Angaji, M.T,; Zinali, A.Z.; Qazvini, N.T. Study of Physical, Chemical and Morphological Alterations of Smectite Clay upon
Activation and Functionalization via the Acid Treatment. World J. Nano Sci. Eng. 2013, 3, 161-168. [CrossRef]

Bieseki, L.; Treichel, H.; Araujo, A.S.; Pergher, S.B.C. Porous Materials Obtained by Acid Treatment Processing Followed by
Pillaring of Montmorillonite Clays. Appl. Clay Sci. 2013, 85, 46-52. [CrossRef]

Madejova, J.; Palkovd, H.; Jankovi¢, L. Near-Infrared Study of the Interaction of Pyridine with Acid-Treated Montmorillonite. Vib.
Spectrosc. 2015, 76, 22-30. [CrossRef]

Lycourghiotis, S.; Makarouni, D.; Kordouli, E.; Bourikas, K.; Kordulis, C.; Dourtoglou, V. Transformation of Limonene into High
Added Value Products over Acid Activated Natural Montmorillonite. Catal. Today 2020, 355, 757-767. [CrossRef]

Makarouni, D.; Lycourghiotis, S.; Kordouli, E.; Bourikas, K.; Kordulis, C.; Dourtoglou, V. Transformation of Limonene into
P-Cymene over Acid Activated Natural Mordenite Utilizing Atmospheric Oxygen as a Green Oxidant: A Novel Mechanism.
Appl. Catal. B. 2018, 224, 740-750. [CrossRef]

Lycourghiotis, S.; Makarouni, D.; Kordouli, E.; Bourikas, K.; Kordulis, C.; Dourtoglou, V. Activation of Natural Mordenite by
Various Acids: Characterization and Evaluation in the Transformation of Limonene into p-Cymene. Mol. Catal. 2018, 450, 95-103.
[CrossRef]

Lycourghiotis, S.; Makarouni, D.; Kordouli, E.; Bourikas, K.; Kordulis, C.; Dourtoglou, V. The Influence of Calcination on the
Physicochemical Properties of Acidactivated Natural Mordenite. Curr. Catal. 2020, 9, 138-147. [CrossRef]

Li, T.; Zhang, J.; Xie, X.; Yin, X.; An, X. Montmorillonite-supported Ni nanoparticles for efficient hydrogen production from
ethanol steam reforming. Fuel 2015, 143, 55-62. [CrossRef]

Barama, S.; Dupeyrat-Batiot, C.; Capron, M.; Bordes-Richard, E.; Bakhti-Mohammedi, O. Catalytic properties of Rh, Ni, Pd and
Ce supported on Al-pillared montmorillonites in dry reforming of methane. Catal. Today 2009, 141, 385-392. [CrossRef]

Dutta, D.; Borah, B.J.; Saikia, L.; Pathak, M.G.; Sengupta, P.; Dutta, D.K. Synthesis and catalytic activity of Ni°-acid activated
montmorillonite nanoparticles. Appl. Clay Sci. 2011, 53, 650-656. [CrossRef]

Saikia, L.; Dutta, D.; Dutta, D.K. Efficient clay supported Ni° nanoparticles as heterogeneous catalyst for solvent-free synthesis of
Hantzsch polyhydroquinoline. Catal. Commun. 2012, 19, 1-4. [CrossRef]

Jiang, Y,; Huang, T.; Dong, L.; Su, T.; Li, B.; Luo, X,; Xie, X.; Qin, Z.; Xu, C.; Ji, H. Mn Modified Ni/Bentonite for CO, Methanation.
Catalysts 2018, 8, 646. [CrossRef]

Lu, X.; Gu, F; Liu, Q.; Gao, J.; Liu, Y.; Li, H,; Jia, L.; Xu, G.; Zhong, Z.; Su, F. VO promoted Ni catalysts supported on the modified
bentonite for CO and CO, methanation. Fuel Proc. Technol. 2015, 135, 34—46. [CrossRef]

Jiang, Y.; Li, X,; Qin, Z.; Ji, H. Preparation of Ni/bentonite catalyst and its applications in the catalytic hydrogenation of
nitrobenzene to aniline. Chin. J. Chem. Eng. 2016, 24, 1195-1200. [CrossRef]

Venkatathri, N. Characterization and catalytic properties of a naturally occurring clay, Bentonite. Bull. Catal. Soc. India 2006, 5,
61-72.

Kamaruzaman, M.R,; Chin, S.Y.; Pui, E.C.L.; Prasetiawan, H.; Azizan, N. Synthesis of Biobased Polyester Polyol through
Esterification of Sorbitol with Azelaic Acid Catalyzed by Tin (II) Oxide: A Kinetic Modeling Study. Ind. Eng. Chem. Res. 2019, 58,
510-516. [CrossRef]

Zafeiropoulos, G.; Nikolopoulos, N.; Kordouli, E.; Sygellou, L.; Bourikas, K.; Kordulis, C.; Lycourghiotis, A. Developing
Nickel-Zirconia Co-Precipitated Catalysts for Production of Green Diesel. Catalysts 2019, 9, 210. [CrossRef]

Nikolopoulos, I.; Kogkos, G.; Kordouli, E.; Bourikas, K.; Kordulis, C.; Lycourghiotis, A. Waste Cooking Oil Transformation into
Third Generation Green Diesel Catalyzed by Nickel—Alumina Catalysts. Mol. Catal. 2020, 482, 110697. [CrossRef]


http://doi.org/10.1016/j.vibspec.2012.07.012
http://doi.org/10.1016/j.clay.2011.10.012
http://doi.org/10.4236/wjnse.2013.34019
http://doi.org/10.1016/j.clay.2013.08.044
http://doi.org/10.1016/j.vibspec.2014.11.003
http://doi.org/10.1016/j.cattod.2019.04.036
http://doi.org/10.1016/j.apcatb.2017.11.006
http://doi.org/10.1016/j.mcat.2018.03.013
http://doi.org/10.2174/2211544709999200430003940
http://doi.org/10.1016/j.fuel.2014.11.033
http://doi.org/10.1016/j.cattod.2008.06.025
http://doi.org/10.1016/j.clay.2011.05.018
http://doi.org/10.1016/j.catcom.2011.12.013
http://doi.org/10.3390/catal8120646
http://doi.org/10.1016/j.fuproc.2014.10.009
http://doi.org/10.1016/j.cjche.2016.04.030
http://doi.org/10.1021/acs.iecr.8b02506
http://doi.org/10.3390/catal9030210
http://doi.org/10.1016/j.mcat.2019.110697

	Introduction 
	Results and Discussion 
	Catalyst Characterization 
	Texture 
	Phase Identification 
	Morphology and Mapping at Nanoscale and Microscale 

	Catalyst Evaluation 

	Materials and Methods 
	Feedstock 
	Catalyst Preparation 
	Acid Treatment of Mineral Montmorillonite 
	Synthesis of the Catalysts 
	Activation of the Catalysts 

	Catalyst Characterization 
	N2 Adsorption—Desorption Isotherms 
	X-ray Diffraction 
	Scanning and Transmission Electron Microscopy 
	Hydrogen Temperature Programmed Reduction 
	Ammonia Temperature Programmed Desorption 
	X-ray Photoelectron Spectroscopy 

	Catalyst Evaluation 

	Conclusions 
	References

