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Abstract: To contribute to the search for an oxygen-free biodiesel from vegetable oil, a process
based in the oleic acid hydrodeoxygenation over Ni/y-Al,Os catalysts was performed. In this work
different wt % of Ni nanoparticles were prepared by wetness impregnation and tested as catalytic
phases. Oleic acid was used as a model molecule for biodiesel production due to its high proportion
in vegetable oils used in food and agro-industrial processes. A theoretical model to optimize yield
of n-Cy7 was developed using size, distribution, and wt % of Ni nanoparticles (NPs) as additional
factors besides operational conditions such as temperature and reaction time. These mathematical
models related to response surfaces plots predict a higher yield of n-C;7 when physical parameters of
Ni NPs are suitable. It can be of particular interest that the model components have a high interaction
with operation conditions for the n-C;7 yields, with the size, distribution, and wt % of Ni NPs being
the most significant. A combination of these factors statistically pointed out those conditions that
create a maximum yield of alkanes; these proved to be affordable for producing biodiesel from this
catalytic environmental process.

Keywords: Ni/vy-Al,Oj3 catalysts; oleic acid hydrodeoxygenation; n-C;y alkane; statistical analysis;
response surfaces

1. Introduction

Atmospheric pollution due to fossil fuel consumption is a main factor in global warming. The high
rates of non-renewable fuels consumption is leading to a shortage of 0il supplies and deepening
economic and energetic dependence on oil [1-3].

This condition has fostered research into renewable fuels conducted by academics, governments,
and private institutions to develop and adopt new environmentally friendly fuels. Biodiesel produced
from used vegetable oil through transesterification reactions is a good option to replace or be added to
regular diesel, being an efficient and environmentally friendly alternative [4].

Catalytic hydrotreating of vegetable oils and animal fats is an option to overcome biodiesel
disadvantages like oxidative stability and flowing in cold conditions, among others [4]. This process
removes oxygen from triglycerides through decarbonylation, decarboxylation, or hydrodeoxygenation
(HDO) to produce mainly n-alkanes [5-7].
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Recent research on HDO shows the catalytic effect of nickel oxalate on alumina (NiOx/Al,O3) for
an oleic acid hydrodeoxygenation reaction producing mixtures of i-C;g and n-C;g alkanes at 360 °C
and 20 bar on a semi-batch reactor [8].

Monnier et al. [9], tested molybdenum, tungsten, and vanadium nitrides onto y-Al,Os3 in the
HDO of oleic acid and canola oils using a continuous flow microreactor at 380 °C and 7.15 MPa of H,.
By comparing catalysts consisting of metallic nitride supported on y-Al,Oj3 in canola oil transformation,
molybdenum nitride showed a higher conversion rate (obtaining 38 to 48 wt % of biodiesel) than
tungsten and vanadium nitrides. Molybdenum nitride mostly promoted oleic acid HDO to n-C;gHag,
but a lot less decarbonylation and decarboxylation.

Yang and co-workers synthesized nickel phosphide catalysts onto SBA-15 through programmed
temperature reduction and varying the atomic molar ratio of Ni/P to obtain different active phases [5].
Catalysts were tested in the methyl oleate HDO on a continuous flow reactor at 30 bar with the
temperature ranging from 250 to 340 °C. They concluded that the activity and product selectivity are
significantly affected by the atomic molar ratio of Ni/P.

Hellinger et al. studied the guaiacol HDO using catalysts of Pt supported on SiO,, Al,Os3,
TiO,, CeO,, and ZrO, monoclinic zeolites with different ratios of SiO, / Al,O3 (H-MFI-27, H-MFI-55,
H-MFI-90, and H-MFI-240) and ZrO, tetragonal [10]. These catalysts were prepared through different
methods: wetness impregnation, sol-gel precipitation, and flame-spray pyrolysis. Reactions were
held on a discontinuous stainless steel reactor at 180 °C, 50 bar of H; pressure, and 5 h of reaction
time. Product analysis showed that Pt supported on SiO, and y-Al,O3 exhibited the highest yield of
biodiesel at a temperature up to 200 °C, suggesting that such porous materials are the most used and
promising catalytic supports for this process.

Madsen et al. studied the HDO of oleic acid and tripalmitin at more severe conditions on
a discontinuous reactor using catalysts with 5 wt % of Ni, Pt and Pd on y-Al,O3 prepared by wetness
impregnation [11]. Pd/y-AL O3 catalysts showed the highest decarboxylation and decarbonylation
to hydrogenation.

A recent report from Yang et al. stated that higher yields of ~81% were observed for the
decarboxylation of oleic acid to heptadecane over Pt supported on zeolite 5A beads [12]. Ahmadi et al.
studied the decarboxylation and selectivity in the conversions of oleic acid to heptadecane with the
aid of Pt supported on small-pore zeolites and hydrotalcite. They reported that the increase in the
reaction temperature could increase the degree of decarboxylation and improve the selectivity towards
heptadecane [13]. Popov and his team tested granulated activated carbon catalysts with formic acid
(1% v/v) as an in situ source of hydrogen; they obtained a heptadecane yield of over 70%, with an 80%
selectivity observed between 370 and 380 °C [14]. Srifa et al. studied the deoxygenation of palm oil into
green diesel using four supported monometallic catalysts with various metal loadings (2-10 wt % of
Co, Ni, Pd, or Pt) on y-Al,O3 prepared by the incipient wetness impregnation method. They observed
that the dominant reaction was decarbonylation more than the HDO reaction, when Ni, Pd, and
Pt catalysts catalyzed this process. Ni favors the route of decarbonylation by means of C—C bond
scission during the transformation of oleic acid to hydrocarbons, although the catalytic activity obeyed
the following order: Co > Pd > Pt > Ni [15]. Furthermore, it is known that Ni promotes hydrogen
activation, leading to the hydrogenolysis of C—O bonds [16,17].

Many industrial applications of the HDO process generally consider the nickel-based catalysts.
Even though noble metal catalysts (Pt, Pd, and Ru) are very active for HDO of unsaturated bounds and
aromatic rings, they result in high consumption of hydrogen and relatively low abundance, associated
with a high price. In addition, the noble metals tend to get easily tainted by the low amount of sulfur
in the oils [18]. Thus, noble metals are unfavorable for industrial-scale processes. Furthermore, Ni-type
catalysts are non-pyrophoric, non-magnetic, stay dry when they are stored at ambient conditions,
and preserve catalytic activity for longer. Hence, these reasons make it attractive to use nickel-based
catalysts to find an appropriate industrial-scale process [19].
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Tardity et al. studied the surface properties of Ni catalysts and their correlation with catalyst
activity on an ethanol steam reforming reaction [20]. They found that after reducing NiO catalysts with
hydrogen flow at 600 °C for 2 h and exposing them to air, a significant amount of metallic Ni is covered
with a re-oxidation on the particles’ surface. Then they analyzed the effect of air exposure and Hj
reduction at 400 °C on the size of Ni NPs and compared results from XPS, TEM, and XRD techniques.
From the XPS study, they found that the size of Ni NPs grew by 3.8% after surface oxidization.

The present study focused on oleic acid hydrodeoxygenation, since this acid is considered as
an oxygenated organic model molecule that is present at a high ratio in vegetable oils. We formulated
and statistically optimized the oleic acid conversion into 1n-Cy7 and n-C;g alkanes with the aid of
surface response methodology. In addition to physical conditions to optimize the HDO reaction such
as temperature and reaction time, we included physical parameters of Ni NPs such as wt %, size,
and distribution. Further, interactions of Ni NPs parameters with the other physical parameters with
respect to the biodiesel yield were studied. This could be useful when experiments are made with
different oxygenated organic compounds that are constituents of vegetable oils, animal fats or biodiesel,
and as a base to produce biofuels with high energetic value.

2. Results and Discussions

2.1. Physico-Chemical Characterization of the Catalyst

A summary of chemical composition and textural properties of Ni/y-Al,O3 catalysts is given in
Table 1, where wt % corresponds to Ni NPs on y-Al,O3. Due to the fact that the same support was
used, the specific surface areas (Spgt) and average pore volume (APV) of the Ni/y-Al,O3 catalysts
have similar values. A slight reduction in the average pore diameter (APD) was observed when Ni
loading was increased, which might be directly related to the partial blockage of support pores [15,21].
The elemental composition of the Ni/y-Al,O3 catalyst was determined using energy dispersive X-ray
spectroscopy (EDS) and is shown in the same table. Quantified Ni loadings in catalysts agreed with the
theoretical amount of Ni on y-Al,O3 (3, 5, and 7 wt %). A slight variation in the experimental amount
for Ni from the expected value was found because EDS is a punctual analysis technique [8].

Table 1. Chemical composition and textural parameters of Ni/y-Al,Os catalysts.

EDS, wt % EDS, Atomic % Textural Properties
Sample Ni, wt %
Al Ni o Al Ni Sper (m?/g) APV (cm3/g)  APD (nm)
NAL3 3 5546 41.72 282 6849 3056 0.95 158.5 0.428 7.22
NAL5 5 50.58 4426 516 64.66 33.55 1.8 147.4 0.405 6.78
NAL7 7 48.11 44.65 7.24 62.84 34.59 2.68 133.8 0.384 6.21

XRD patterns of Ni/y-Al,O3 catalysts (Figure 1) can determine the effect of active phase
concentrations on the intensity of the reflections. The diffraction patterns of samples show reflections 26
at37.2°,39.8°,46.2°,67.1°,18°, and 60°; which are characteristic of the crystalline alumina phase [21,22].

XRD diffractograms of catalysts are similar to those of y-Al,Os; this can be attributed to the small
quantity of metal introduced. Its presence did not change the crystalline phase of y-Al,O3. The main
peaks corresponding to the probable introduction of NiO into the material at 37° and 43° [23] were
not recorded in the DRX pattern due to the overlap with the y-Al,O3 intense peaks. Nevertheless,
the presence of Ni was detected on the Ni/y-Al,O3 catalysts since the weak peak at ~77° corresponds
to the crystallites of Ni [24], which is almost undetectable in the NAL-3 sample.

Figure 2a shows XPS spectra of Ni/y-Al,O; catalysts with different weight percentages of Ni
(3,5,and 7). The Ols spectrum characteristic of oxygen is clearly observed at a binding energy at
530 eV. Al2p can be observed with a typical binding energy of 74 eV [25]; thus, it was determined that
the Al atoms are in the oxide form, and can act as catalyst supports [26]. Figure 2b shows the peaks in
the range between 850 and 900 eV. The most intense peak was detected at 856.08 eV, and corresponds
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to the Ni 2p3/2 state. Two satellite peaks of Ni 2p3/2 were observed at 861.86 and 880.14 eV that are
characteristic for Ni?* species [27-30]. On the other hand, the basic spectrum shows the Ni 2p1/2 state
at 873.94 eV attributed to Ni** species [31]. This could be explained by the exposure of catalysts to
the ambient promoting oxidation on the catalyst surface. However, during the HDO reaction, an in
situ reduction of some oxide species on the surface of Ni catalyst is performed, resulting in only
Ni/Aly,O3 [20]. The experimental composition calculated from XPS analysis was 2.6, 4.4, and 6.2 wt %
compared to the theoretical composition of 3, 5, and 7 wt % of Ni, respectively. The weight percentage
obtained through this analysis confirms that the method of preparation of the catalysts was adequate
and in accordance with EDS.
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Figure 1. Patterns of X-ray diffraction of Ni/y-Al,Oj3 catalysts and y-Al,O3 support.

The influence of different Ni loadings in the nanoparticle morphology deposited on y-Al,O3 was
studied by high-resolution transmission microscopy (HR-TEM). According to Figure 3, the particle
size of the Ni phase slightly increases, while the Ni loading is increased over the support material.
Histograms of Ni nanoparticles (Figure 4) show an increase in the average size with respect to the
weight percentage of metal loaded; over 1.8—4.6 nm, 3.2-5.3 nm, and 4.6-6.5 nm for NAL3, NALS5,
and NAL7 samples, respectively. The wet impregnation technique followed by oxidation and reduction
processes were adequate to deposit and disperse Ni NPs, where the role of HNO3 enhanced the
properties of the crystalline structure of y-Al,O3 (mainly planes 100, 110, and 111), as reported by
Digne et al. [32]. The properties of y-Al,O3 are determined by various surface conditions, mainly the
increase in surface hydroxyl groups, which can produce Ni nanoparticles of smaller sizes. Figure 3d
shows the STEM image of 5 wt % of Ni NPs supported on y-Al,O3, where lattice fringes of Ni atoms
and a slightly oval shape of nanoparticles can be observed.



Catalysts 2016, 6, 156

d

400000 -
350000
300000
250000

Ni2p

200000

Counts/s

150000 - \uNALS

O1s

Al2p

0

100000 \
| \\NAL3 T
50000 V\LA'\

T T T T
1400 1200 1000 800 600

400

Binding Energy (eV)

b 100000 -

90000
80000

70000

Counts/s

NALS

60000

NAL3
50000 -

40000 . .
900 890

Binding Energy (

T
880 870

eV)

T
860

1
850

50f18

Figure 2. (a) XPS spectra general of Ni/y-Al,O3 catalysts; (b) identification of the Ni states in

these catalysts.
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Figure 3. TEM micrographs of Ni/y-Al,O3 catalysts: (a) NAL3; (b) NAL5; (c) NAL7; and (d) lattice
fringes of Ni NPs on the NAL5 catalyst.

A multivariate analysis considering the size and amount of Ni nanoparticles deposited was
performed using the Statgraphics software. Table 2 shows a statistical analysis of Ni nanoparticles
size, including central tendency and dispersion measurements. For all Ni/y-Al,Oj3 catalysts (3, 5, and
7 wt % of metal) it can be observed that the standardized bias and standardized kurtosis indicate that
the size of the Ni nanoparticles deposited is normally distributed, because these values are within
the statistical range of —2 to +2. This study also found that the average nanoparticle size variation
coefficient increases as the weight percentage of Ni increases. The coefficient of variation is of particular
interest since it is a measurement of dispersion that is defined as the ratio between the average size
and the variable range. It was noted that a higher coefficient of variation implies a greater dispersion
of Ni nanoparticle size (Table 2).
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Table 2. Statistical analysis for Ni nanoparticles size deposited on y-Al,Os.

Statistical Ni Loading, wt %
3 5 7
Average size of Ni NPs (nm) 3.03 441 5.58
Coefficient of variation of Ni NP size distribution (%) 31.40 32.51 34.29
Standardized bias 0.4629 —0.5163 0.2614
Standardized kurtosis —0.15 —0.6940 —0.5432

2.2. Conversion of Oleic Acid by Hydrodeoxygenation

Yields of n-C17 and n-Cyg in the oleic acid HDO were compared for all Ni /v-Al,Oj3 catalysts. It can
be concluded that the density and size of Ni nanoparticles accelerate HDO reaction into the homemade
reactor. As mentioned before, the reaction temperature varied from 320 to 340 °C; H; pressure
remained in 23 bar; stirring was kept steady at 120 rpm; and the reaction time was 4-5 h, with acid
oleic conversion and product yield calculated by GC analysis.

NALY? at 320 °C gave a conversion of 75.4% after 4 h reaction time; NAL5 and NALS3, after the
same reaction time, showed conversions of 69.7% and 57.9%, respectively. Hence, a higher load of Ni
on alumina gives higher conversion, according with reports in the current literature of catalytic activity
on Pt /v-Al,O3, Pd/v-Al,O3 y Ni/vy-Alb O3 [11]. After 5 h of reaction time at 340 °C, NAL7 again gave
a higher oleic acid conversion (84.8%) in comparison with NAL5 and NAL3, which showed conversion
rates of 79.4% and 70.1%, respectively. It can preliminarily be concluded that operation conditions,
Ni NPs as catalytic phase, and a reactor with axial/radial stirring produce adequate conversion at
short reaction times in similar experiments, as previously reported by Madsen et al. [11].

Yields of n-Cy7 and n-Cyg from oleic acid decarbonylation and decarboxylation at 320/340 °C
and 4-5 h reaction times are analyzed in Figure 5. In all experiments the NAL7 catalyst showed
a better yield of n-Cy7 (i.e., 68.94 mol % at 340 °C after 5 h). All catalysts showed higher yields of
alkanes n-Cq7 and n-Cyg after 5 h of reaction time. On the other hand, a higher temperature produces
decarbonylation and decarboxylation reactions, mainly producing n-Cyy [33]. After 5 h, the n-Cyy yield
was higher at 340 °C, giving similar results using a catalytic material with 7 wt % of Ni, as reported by
Kaewmeesri et al. [34]. However, changes in the product yields are more notable in the NALS5 catalyst
when experimental data are compared after 4 h of reaction time with those at 5 h.

Analyzing the experimental results, it may be observed that after 4 and 5 h of reaction time,
the n-Cyy yield is just a little higher for NAL7. However, 5 wt % of Ni loading seems to be a better
catalyst from a cost-benefit point of view to assure high oleic acid conversion rates and a good n-Cy7
selectivity based on the active phase percentage used on industry [11]. Our results are consistent with
those of Kubicka et al., who reported higher conversion on hydrotreatment of vegetable oils when
higher proportions of Ni/(Ni + Mo) to Al,O3 were used [35]. Strobel and co-workers [36] found that
an increase in the quantity of Pt nanoparticles causes an increase in the catalyst intrinsic activity and
yield during hydrogenation reactions; this behavior could also be applied to Ni and Pd, which along
with Pt are metals capable of accelerating and conducting HDO reactions but with different efficiency.
Our results infer that the increasing weight percentage of Ni NPS could produce higher n-Cy7 yield
after a short reaction time.

A small portion of the spent catalyst was recovered by filtering and drying treatments.
The appearance of the dry catalyst did not change significantly after the reaction and retains a pale
blue color, the same as the original catalyst. Hence, these catalysts may have a high degree of resistance
to deactivation in HDO reactions under the conditions used in this work.
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Figure 5. Yields of n-Cyy and n-Cyg from oleic acid hydrodeoxygenation on Ni/y-Al,O3 catalysts:
(@)4h,320°C; (b)5h,320°C; (c)4h, 340 °C; and (d) 5 h, 340 °C.

Table 3 shows a comparison of the n-C;7 obtained during the hydrodeoxygenation of oleic acid
with different catalysts. It clearly shows an increase in the yield of n-C;7 with the catalyst NALS5,
when it was compared to the yield obtained with a similar catalyst [15]. Additionally, the NAL?7
catalyst showed a similar yield with that reported containing 10 wt % of Ni [34]. These results are
promising and confirm that the reaction conditions and the type of agitation of the reactor used in our
reaction potentiate the catalytic properties of Ni/y-Al,O3. n-Cy7 yields for NAL5 and NAL7 catalysts
are slightly higher than yields shown by Pt (5 wt %), Co (5 wt %), and Ni (5 wt %) supported on
v-Al,O3. However, Pt/zeolite 5A beads (1 wt %) and Pd/y-Al,O3 (5 wt %) exhibited higher yields
of 81.5% and 72%. Nevertheless, the higher cost of noble metals hinders their use as catalytic phase
for industrial-scale processes. A preliminary conclusion can be: NAL? yield is close to that shown by
the granulated activated carbon catalyst [14], and shows a higher catalyst performance compared to
5 wt % Pt supported on small-pore zeolites [13].

Table 3. n-Cy7 yields with Ni/y-Al,O3 catalysts and other catalysts in the oleic acid hydrodeoxygenation.

Catalyst Catal){s.t Reaction Conditions Main Reaction Yield Reference
Composition Product
NAL3 3wt % Ni n-Cyy 56.95% This work
NAL5 5wt % Ni 0.9 g of catalyst, P = 23 bar, T =340 °C, t =5 h. n-Cyy 64.55% This work
NAL7 7 wt % Ni n-Cqy 68.94% This work
. o metal/oleic acid (wt %) = 1:100, P = 20 bar, L o
Pt/zeolite 5A beads 1wt % Pt T=320°C, t=2h. n-Cyy 81.5% 12
. o . . 18.2 g of catalyst, P = 24.1 MPa, T = 350 to 400 °C, ~ o
Granulated activated carbon 1% v/v formic acid WHSV = 4 h-1. n-Cqy 70% 14
5Co/v-Al,O3 5wt % Co n-Cqy 47% 15
5C9/y-A1203 Swt U/n C‘.) LHSVof2h1, H, /fatty acid, ratio of nCis 53 /: 15
5Ni/y-Al,O3 5wt % Ni 1000 N{cm? 3) P 5MPa. T = 330 °C n-Cyy 25.5% 15
5Pd/y-AlLO, 5wt % Pd (em®/em?) P=5MPa, T = : 1-Cy 72% 15
5Pt/y-Al,O3 5wt % Pt n-Cyy 51.1% 15
. o it LHSV of 2.0 h~1, Hy /oleic acid, ratio of ) o
10Ni/vy-Al,O3 10 wt % Ni 1000 cm3-cm™3, P = 50 bar, T = 330 °C, T = 330 °C n-Cyy 81.3% 34
Pt-SAPO-34 5wt % Pt 2 g of catalyst, P = 20 bar, T =355 °C, t =2 h. n-Cqy 66.9% 13
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As an additional approach to analyze NPs’ characteristics and their effect on n-Cy7 production,
a regression model was developed to measure the correlations among physical variables and process
conditions. Three polynomial models were developed to predict the yield of n-Cy; based on
temperature (T), reaction time (t), and any of the three physical variables that complete this statistical
study, i.e., Ni wt % (W), average particle size (S), and dispersion of Ni nanoparticles (V), where S and
V were calculated statistically from TEM images of the catalyst (Figure 3). The comparison of these
important catalytic parameters (W, S, and V) related to catalytic performance is a major contribution of
this paper. Statistical models are based on the polynomial regression methodology and consequently
are used to obtain response surface plots. In this work three polynomial models were obtained with
different independent variables including the three variables that represent the Ni NP parameters:
Model 1A with T, t, and W as variables; Model 1B with T, t, and S as variables; and Model 1C with
T, t,and V as variables. Statistical coefficients, Fisher ratio (F), and p-value for molar yield of n-Cy7
are shown in Table 4. Corresponding variables will be significant if the p-value becomes smaller and
the value of F-ratio is higher than the statistical value of F (1, 5, 0.05). Table 4 shows that the values of
statistical coefficients F-ratio and p-value are equal for the polynomial models, which confirms that
the statistical analysis describes and relates an important application of the W, S, and V variables
(Table 2). This statistical study defines a general polynomial regression model to predict the yield of
n-Cy7 (see Equation (A.1)). Values of F-ratio and p-value as well as predicted equations are shown in
the same table.

Table 4. Statistical coefficients for n-Cyy yield (mol %) and their statistical significances.

Model 1A Where X is the Ni wt % (W)

Var. Coef. B F-Ratio p-Value
Bo 68.940
w B1 5.9550 420.63 0.0000
T B2 1.4500 24.940 0.0041
T B3 1.7625 36.850 0.0018
w2 B11 —6.32125 218.75 0.0000
WT B12 —0.8625 4.4100 0.0897
Wt B13 —0.3575 0.7600 0.4238
T2 B2 —1.92125 20.210 0.0064
Tt B3 —0.5675 1.9100 0.2255
t? B33 —1.33125 9.7000 0.0264

YCy7 = 68.94 +5.955 W + 1.45 T + 1.7625 t — 6.32125 W? — 0.8625 WT —0.3575 Wt — 1.92125 T2 — 0.5675 Tt — 1.33125

Model 1B, where X is the average size of Ni nanoparticles (S)

Var. Coef. B F-Ratio p-Value
Bo 68.940
S B1 5.9550 420.63 0.0000
T B2 1.4500 24.940 0.0041
T B3 1.7625 36.850 0.0018
s? B11 —6.32125 218.75 0.0000
ST B12 —0.8625 4.4100 0.0897
St B13 —0.3575 0.7600 0.4238
T2 B2 —1.92125 20.210 0.0064
Tt B3 —0.5675 1.9100 0.2255
t? B33 —1.33125 9.7000 0.0264

YCy7 = 68.94 +5.955 S + 1.45 T + 1.7625 t — 6.32125 S> — 0.8625 ST —0.3575 St — 1.92125 T2 — 0.5675 Tt — 1.33125 2

Model 1C, where X is the coefficient of variation of Ni NP size distribution nanoparticles (V)

Var. Coef. B F-ratio p-value
Bo 68.940
\% B1 5.9550 420.63 0.0000
T B2 1.4500 24.940 0.0041
T B3 1.7625 36.850 0.0018
V2 B11 —6.32125 218.75 0.0000
VT B12 —0.8625 4.4100 0.0897
Vit B13 —0.3575 0.7600 0.4238
T2 B2 —1.92125 20.210 0.0064
Tt Bos3 —0.5675 1.9100 0.2255
t? B33 —1.33125 9.7000 0.0264

YCy7 = 68.94 +5.955 V + 1.45 T + 1.7625 t — 6.32125 V> — 0.8625 VT —0.3575 Vt — 1.92125 T2 — 0.5675 Tt — 1.33125
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To get a more suitable regression model that predicts yields of #n-Cy7, a Box-Behnken method
has been used wherein independent variables are coded and replaced in Model 1. This encoding
process presupposes that interception coefficients (31i), determination coefficients (R?), F-ratio values,
and p-values for the three models are equal. To evaluate the goodness of the model fit, an Anova
test was run, with the results of the quadratic polynomial model showing that the model adequately
described the response surface within the selected range, according to the determination coefficient
value of 99.31%.

We must highlight the fact that Ni nanoparticle parameters such as W, S, and V have a high
interaction impact with the rest of the other parameters on 1n-Cy7 yield due to the p-value being lower
than 0.05. X is the variable representing the W, S, and V, as established above; thus X and X2 are the
factors representing the significant impact on the n-Cy7 yield. It is noted that while T, t, and T? are
significant, the interaction between parameters W-T, W-t, T-t, and quadratic term t2 are significant
but less important. These results were verified by comparing the values of F-ratio against the value
of F (1, 5, 0.05) = 6.608. Table 5 shows the combination of factor levels, with a maximum yield of
n-Cy7 of 70.89% in the specified region. The 3D response surface for the yield of n-C;7 is shown in
Figure 6 for the T, W, S, and V variables (Figure 6a), and for the t, W, S, and V variables (Figure 6b),
where optimization zones are visualized.

Table 5. Combination of factor levels that maximize the yield of n-Cy7 and n-Cyg.

Optimum
Factor
For n-Cq7 For n-Cyg

T (°C) 331.95 335.7

t (h) 4.78 4.76
Wt (%) 5.8834 6.06
S (nm) 4.8681 4.98
V (%) 33.483 33.61

Table 6 shows the calculated coefficient, Fisher-F, and p-value for the yield of n-Cig (mol%).
The criteria for determining the statistical significance are the same as those used for n-Cy7 yield. In all
polynomial models it was observed that values of the determination coefficients F-ratio and p-value
are equal. This statistical analysis defines the same general polynomial regression model (Equation (1))
used to predict yields of n-Cys.

Likewise, for predicting n-Cyy yield, predictions for 7-Cig yields from this polynomial model need
to use the coded levels of independent variables in Model 2. This encoding process also presupposes
that the interception coefficients (Bi), determination coefficients (R?), F-ratio values, and p-values for
these three models are equal. From the Anova results of the quadratic polynomial model, we found
that the model adequately described the response surface in the chosen range, according to the
determination coefficient value of 99.14%.

Table 6 shows all F-ratio and p-values for each interaction parameter. Here, & represents Ni
nanoparticle parameters such as W, S ,or V. The values o and o2 had the greatest effect, while the
effects observed for T-t and T2-t> were less significant. These results are verified by comparing the
F-ratio against the statistical value of F (1, 5, 0.05) = 6.608. Table 5 shows the combination of factor
levels, with the maximum yield of n-Cyg being 2.002% in the indicated region. Figure 7 shows the 3D
response surface on yields of n-Cyg, for the T, W, S, and V variables (Figure 7a), and for the t, W, S,
and V variables (Figure 7b), where optimization zones also are visualized.
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Table 6. Statistical coefficients for n-C;g yield (mol %) and their statistical significance.

Model 2
Var. Coef. B F-Ratio p-Value
Bo 1.92667
A B1 0.17875 371.35 0.0000
T [ 0.05125 30.530 0.0027
T B3 0.05250 32.030 0.0024
o? B11 —0.15958 136.61 0.0001
oT B12 —0.00750 0.3300 0.5922
At B13 —0.01000 0.5800 0.4803
T2 B2z —0.03458 6.4200 0.0523
Tt B2z —0.01500 1.3100 0.3046
t2 B33 —0.03708 7.3800 0.0420

YCig = 1.92667 + 0.17875 a + 0.05125 T + 0.0525 ¢ — 0.159583 a2 — 0.0075 «T — 0.01 at — 0.0345833 T2 — 0.015 Tt — 0.0370833 +>




Catalysts 2016, 6, 156 13 of 18

)
°
g
S
O
S
=}
=
=
-
™
S
|
s 19
S 17
L
=}
= 1.5
@
& 3
~ > 22°
4, [y
51
R?actio” " - L
(‘(h) W a0
(D 3.
s

Figure 7. 3D response surface for n-C;g yield combining: (a) T, W, S,and V; (b) t, W, S, and V.

From the Anova test applied to n-Cyy and n-Cyg yields, the F value was used to confirm the validity
of the proposed models. In both cases values were higher than F (9, 5, 0.05) of 4.772, with F values
of 80.29 for n-Cy7 and 64.26 for n-Cyg, and R? values of 0.9931 and 0.9914, respectively. With a high
statistical confidence level, the regression models can predict the maximum yields of n-C;7 and n-Cys.
Every experiment was performed by running two replicates and taking the average of both results to
develop theoretical models for yields of n-Cyy and n-Cyg. The standard deviation of the experiments
was computed to estimate the reproducibility of the catalytic process. Values for the standard deviation
were 0.215 and 0.026, respectively. Hence, it may be concluded that the results reproducibility in this
catalytic process is good enough.

3. Materials and Methods

3.1. Catalyst Preparation

Catalytic materials with 3, 5, and 7 wt % of Ni NPs on y-Al,O3 (NAL3, NALS5, and NAL7?)
were prepared by incipient wetness impregnation method using nickel (II) acetate tetrahydrate,
Ni(OCOCH3),-4H,0O (Sigma Aldrich, St. Louis, MO, USA, 99.998%) as the metal precursor, which was
physically mixed with the required amount of boehmite [AIO(OH)] and ground until a fine blend was
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obtained. This wt % range for Ni was determined in recent studies that show promising results for oleic
acid hydrodeoxygenation using catalysts containing 5 wt % of Ni [11], which favored the decision to
apply a specific range with values around 5 wt % (3, 5, and 7 wt %) in this study. In industrial practice
catalysts with 27 wt % of Ni have been used [19]. The resulting blend was made wet by dropping in a
small amount of a diluted solution of HNOj; (J.T. Baker, Xalostoc, Edo. de Méx, México, 67-70 vol %).
The active phase was well dispersed into the boehmite by regulating the acid—base balance on the
support surface to get a homogeneous paste. To obtain small fibers with the same length, an extrusion
process was performed, and then solids were dried at room temperature for 48 h and calcined at
510 °C in oxygen for 4 h to obtain nickel oxide/y-Al,O3 materials. To conclude this procedure, the Ni
catalysts were chemically reduced with H, flow at 400 °C for 3 h, to obtain a Ni/y-Al,O3 catalyst.

3.2. Catalyst Characterization

A Quadrasorb SI analyzer (Quantachrome Instruments, Dr, Boynton Beach, FL, USA) was used
to perform the nitrogen sorption method and, thus, the surface area and pore size distribution of
Ni/vy-Al,O3 catalysts were determined. Each sample was outgassed at 130 °C overnight before
nitrogen sorption at 77.5 K. To obtain the apparent BET surface area (Sggr), the BET equation was
applied to N, adsorption isotherms. The total pore volume was obtained from the amount of Np
adsorbed at P/Po = 0.95 (V95). The quenched solid density functional theory (QSDFT) was applied to
the N adsorption isotherms in order to determine pore size distribution (PSD), average pore volume
(APV), and average pore diameter (APD).

X-ray diffractograms were obtained from samples with a Bruker D8 Advance diffractometer
(Bruker , Madison, WI, USA)using CuKa radiation (A = 0.154 nm) and scanned in a 20 interval of
10°-100° with a rate of 0.02° /s, voltage of 40 kV, and current of 40 mA.

An X-ray photoelectron spectroscopy analysis (XPS) was achieved with a Thermo Scientific
(Waltham, MA, USA) model K-Alpha using monochromatized AlKa radiation (1487 eV). XPS spectra
were obtained in a high vacuum (10~? mbar) with a spot size of 400 m over the sample. Narrow scans
were recorded at a pass energy of 60 eV and the binding energy values were charge-corrected to
the Ols signal (531.0 eV) as an internal standard. From the average of three narrow scans taken
from different surface zones, a qualitative analysis was achieved. Assuming that the XPS peaks have
a Gaussian-Lorentzian line shape, the Shirley background subtraction method was applied to the
proper subtraction of the baseline and the resulting outcomes were divided into individual components.

Samples were analyzed through transmittance electronic microscopy (TEM) using JEOL
(Akishima, Tokyo, Japan) JEM-ARM200F equipment with a cold field emission gun operating at
200 kV. Powdered samples were directly dry-sprayed onto a commercially amorphous holey film
carbon-coated copper grid. Additionally, an elemental analysis was obtained by energy dispersive
X-ray spectroscopy (EDS).

3.3. Oleic Acid Hydrodeoxygenation

HDO experiments were performed using a 200 mL stainless steel reactor that stirs the reaction by
the novel means of four paddles that rotate in a vertical axis fixed to the bottom of the reactor; thus,
a radial and axial stirring rate of 120 rpm was achieved. In each experiment a Ni/y-Al,O3 catalyst
was put into the reactor, and then it was closed and purged with N, flow for 2 min to remove the
air. Hp was injected into the reactor until a pressure of 16 bar was reached, then it was heated at
300 °C for 0.5 h to achieve a complete chemical reduction of resulting Ni oxides from the contact of
the catalyst with air [11]. Once the reactor was cooled, a mixture consisting of 0.016 mol of oleic acid,
0.2 mol of tetradecane as a solvent (typical amounts for 0.9 g of Ni/y-Al,O3) was placed into the
reactor. The same amount of catalyst, but with different Ni loadings, was used in all experiments to
evaluate the effect of the amount of active phase for the product yield and selectivity in the oleic acid
HDO reaction.
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After the reactor was purged with N; for 2 min to remove the air, it was again pressurized with
Hy at 16 bar, and the chemical mixture was heated to 320-340 °C to reach a final pressure of 23 bar.
The reaction was maintained for 4-5 h at 120 rpm, considering that an increase in the reaction time
favors the main product yield [37].

3.4. Analysis of Liquid Products

Gas chromatography analysis was done with equipment that performed the AC 8634 application.
This system was developed for samples within 3 and 4 ASTM D86 groups. The application was
performed on an Agilent Technologies (Santa Clara, CA, USA) 7890 gas chromatograph, equipped
with an AC temperature programmable inlet (TPI) and flame ionization detector (FID). The AC 8634
application uses a fast SIMDIS method to report volume % data according to the D86 testing and true
boiling point distribution of alkanes to the carbon length of C5—Cy4 (high distillation temperature of
545 °C). In this case, carbon disulfide was used as the calibration standard. The AC 8634 software uses
a correlation technique to convert SIMDIS data to D86 data for directly measuring the alkanes content.

3.5. Development of Regression Models and Statistical Analysis

To determine the effect of operational factors on the chemical process described above and their
interactions, a design of experiments (DOE) was conducted to measure the degree of correlation
among the multiple variable involved in the oleic acid HDO and its conversion to 1-Cyy and n-Cig
alkanes. The experimental factors chosen to execute the DOE were temperature (T), reaction time (%),
Ni wt % (W), average size of Ni nanoparticles (S), and coefficient of variation of size distribution of Ni
nanoparticles (V). Table 7 shows the range of values and coded levels of variables, but the hydrogen
pressure was kept constant at 23 bar. To predict an optimization in the yield of n-Cy7 and n-Cyg
alkanes (dependent variables) a Box-Behnken DOE was selected within the same software, which
automatically uses only the 15 best experimental data points from a total of 24 and was employed to
fit a polynomial model. This model has three independent variables, i.e., temperature and reaction
time were used as principal variables, and the third variable was selected from the following three:
wt % Ni (W), average size of Ni nanoparticles (S), or coefficient of variation (CV) of Ni-nanoparticles
size (V). This design led to three polynomial models to estimate the yield of n-C;7 and another three
models to estimate the yield of n-Cyg. Equation 1 shows the quadratic polynomial for the prediction of
alkanes yield:

Y = ,Bo + ,31X + ,BzT + ,33 t + ,312 X2 + ,313XT + ﬁ23Xt + ﬁlsz + ﬁzth + ,333 t2, (1)

where Y is the yield of alkanes predicted, T is the temperature (°C), t is the reaction time (h), and X can
take the value of any of the variables obtained in the analysis of the TEM micrographs as presented
later. X canbe W, S, or V; By is the interception coefficient; Bjs are linear terms; Bijs are interaction
terms; and ﬁjjs are square terms.

The software Statgraphics (Centurion XV, 2006, Stat Point Inc., (Warrenton, VA, USA) was used
to obtain regression models from the response surface data. The statistical analysis was performed
using analysis of variance (Anova). This analysis includes the Fisher ratio (F) and the coefficient of
determination (R2), which measures the fit of the polynomial model.

Table 7. Value range and coded levels of the independent variables.

Independent Variable Symbol Coded Levels
-1 0 +1
Temperature (°C) T 320.00 330.00 340.00
Reaction time (h) t 4.00 4.50 5.00
Ni loading, wt % 4% 3.00 5.00 7.00
Average size of Ni NPs (nm) S 3.03 441 5.58
CV of size distribution of Ni NPs (%) |4 32.40 32.51 34.29
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4. Conclusions

Oleic acid is a relevant source for biodiesel production due to its presence in vegetable oils. A set
of experiments with this organic acid and Ni/y-Al,O3 as an appropriate catalyst were combined
to study its HDO at different temperatures and reaction times. An increase in the amount of Ni
deposited slightly decreases the amount of pores in the structure of the catalyst. The theoretical weight
percentages of Ni NPs on alumina were in good accordance with the increasing amount of Ni on
v-Al,O3 detected by EDS analysis. Increasing Ni NPs on y-Al,O3 leads to changes in the catalyst
properties, raising intrinsic activity. Statistically, Ni nanoparticle parameters had a high interaction
with the rest of the parameters regarding the n-C;7 yield given by the p-value. An optimal analysis for
the maximum yields of n-Cyy led us to identify 332 °C, reaction time of 4.78 h, combined with physical
parameters of nanoparticles of 4.86 nm, and a distribution coefficient of 33.48%, very close to those
provided by the NALS catalyst, as the optimal conditions for producing biofuel. Hence, considering
the effects of Ni nanoparticles on the alkanes yield is important to achieve an affordable operation cost
for this catalytic environmental process.
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