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Haoran Liu and Yasong Zhou

State Key Laboratory of Heavy Oil Processing, China University of Petroleum, Beijjing, China

SAPO-11 molecular sieves were modified with different Ni contents by the in situ
modification method. The Ni-modified SAPO-11 molecular sieves were used as the
supports to prepare the corresponding NiW-supported catalysts for the
hydroisomerization of n-hexadecane. The Ni-modified SAPO-11 and the corresponding
NiW-supported catalysts were characterized by X-ray diffraction, scanning electron
microscopy, N, adsorption—desorption, NHz-temperature-programmed desorption,
pyridine adsorbed infrared, high-resolution transmission electron microscopy, and
X-ray photoelectron spectroscopy. The results showed that Ni in situ modification
preserved the crystal structure of SAPO-11; increased the BET specific surface area,
mesopore volume, and medium and strong Breonsted acid amount of SAPO-11; and
increased the stacking number of the active phase of the catalysts. 3Ni-SAPO-11
possessed the largest BET specific surface area, mesopore volume, and medium and
strong Bronsted acid amount. NiW/3Ni-SAPO-11 possessed the highest dispersion of the
active phase and the highest sulfidation degree of the active metals. The results of the
hydroisomerization of n-hexadecane showed that Ni in situ modification improved the
catalytic activity and selectivity of the catalysts for the hydroisomerization of n-hexadecane
to varying degrees. Especially, NiIW/3Ni-SAPO-11 had the highest catalytic activity and
isomer selectivity, and the maximum yield of isomeric hexadecane could reach 71.18%.

Keywords: in situ modification, SAPO-11, active phase, catalyst, hydroisomerization

INTRODUCTION

In order to meet the utilization standards of oil products in cold regions, diesel oil is required to
have a low freezing point, and lubricant base oil has good low-temperature fluidity. The existence
of long-chain n-alkanes is considered to be the direct cause of the high freezing point of diesel oil
and the poor low-temperature fluidity of lubricant base oil (Regali et al., 2014; Bai et al., 2019).
The best way to solve this problem is to hydroisomerize long-chain n-alkanes in oil products to
form branched isomers (Lin et al., 2002; Wei et al., 2017). The catalyst in the process of alkane
hydroisomerization is a bifunctional catalyst, which is composed of the acid support providing
acid centers for the isomerization of the olefin intermediate skeleton and the active metal
providing metal centers for dehydrogenation/hydrogenation activity (Chen et al., 2019; L.; Yang
et al., 2019).
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Silicoaluminophosphate-11  (SAPO-11) is a microporous
silicoaluminophosphate molecular sieve made up of three
types of tetrahedral (Si0,, AlO,7, and PO,"
tetrahedrons) arranged alternately and is a kind of weakly
acidic support with an AEL structure and a one-dimensional
pore channel, which is considered as the ideal support for the
catalyst for the hydroisomerization of alkanes due to its unique
pore structure and mild acidity and has been widely used in the
hydroisomerization process of the petrochemical industry and
achieved good economic benefits (Li et al., 2013; Song et al,,
2016). However, how to improve the physical and chemical
properties of SAPO-11 and make it have better catalytic
performance is still a focus worthy of study by researchers. It
is believed that the medium and strong Brensted acid sites of
SAPO-11 are the active sites of the isomerization of the alkane
skeleton (Huang, 2003; Zhang et al., 2018). Therefore, increasing
the medium and strong Brensted (B) acid content of SAPO-11 is
bound to improve the catalytic performance of SAPO-11. At
present, noble metals (Pt, Pd) are the most widely used metal
components of bifunctional catalysts for the isomerization of
alkane, which are highly sensitive to the sulfur-containing
compounds in raw materials during the catalytic reaction, and
can easily lead to poisoning and deactivation of catalysts (Yang
etal, 2017; Lyu et al.,, 2019; Lyu et al., 2020). Meanwhile, the high
cost of noble metals also increases the cost of preparation of these
catalysts, which limits their industrial applications (Xiao et al.,
2021). Some researchers have used Ni instead of noble metals to
prepare catalysts for hydrocarbon hydroisomerization (Yuan
et al, 2020). Although the preparation cost of catalysts has
been greatly reduced, Ni-supported catalysts have weaker
dehydrogenation/hydrogenation ~ activity = and  stronger
hydrogenolysis activity than noble metal-supported catalysts,
which greatly reduces the catalytic activity of catalysts and the
selectivity of hydroisomerization. Yuan et al. prepared a SAPO-
11-supported Ni catalyst for the hydroisomerization of
n-heptane. The results showed that when the conversion of
n-heptane was 29%, the selectivity of i-heptane was only 34%,
while when the conversion of n-heptane was 45%, the selectivity
of i-heptane was only 49% (Yuan et al,, 2020). Finding metal
components with low cost and high dehydrogenation/
hydrogenation activity is the research focus of developing a
new SAPO-11 molecular sieve-based hydroisomerization
catalyst. It is reported that NiWS and NiMoS active phases
have excellent dehydrogenation/hydrogenation performance
and have been widely used in hydrodesulfurization catalysts,
hydrodenitrogenation catalysts, and hydrocracking catalysts
(Diaz de Ledn et al.,, 2017; Woolfolk et al., 2017; Zhou et al,,
2017; Cui et al., 2019). However, there are few reports about the
application of NiWS and NiMoS active phases in the SAPO-11
molecular sieve-based hydrocarbon hydroisomerization catalyst.
The properties of the active phase, such as slab length, stacking
number, and dispersion, are closely related to the catalytic
performance of the catalyst.

In this article, SAPO-11 molecular sieves were modified with
different percentages of Ni content by the in situ modification
method, and NiW supported catalysts were prepared for the
hydroisomerization of n-hexadecane with the Ni in situ modified
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SAPO-11 molecular sieves as supports. The effects of Ni in situ
modification on the properties of SAPO-11 and the
corresponding catalysts were investigated. The effects of Ni in
situ modification on the properties of the active phase of SAPO-
11-supported NiW catalysts and the effects of the properties of
the NiWS active phase on the hydroisomerization performance of
the catalysts were investigated for the first time.

EXPERIMENTAL

Materials

Phosphoric acid (H;PO,, 85wt%; Aladdin), pseudo-boehmite
(AL O3, 70wt%; Macklin), diisopropylamine (DIPA, 99wt%;
Aladdin), di-n-propylamine (DPA, 99wt%; Aladdin), acid silica
sol (§i0,, 30wt%; Dezhou Jinghuo technology Glass Co., Ltd.),
dodecyltrimethylammonium bromide (DTAB, 99wt%; Aladdin),
nickel nitrate hexahydrate [Ni (NO3),-6H,0, 98wt%; Aladdin],
ammonium metatungstate hydrate ((NHy)s H,W1,049-xH,0,
99.5wt%; Macklin), hydrogen (H, > 99.999%; Beijing Haipu
Gas Co., Ltd.), and deionized water were the materials used.

Synthesis of In Situ Ni-Modified SAPO-11

Molecular Sieves
SAPO-11 molecular sieves modified with Ni in situ were
synthesized by the two-step crystallization method. In a typical
example, first, 60.75g of deionized water and 12.97g of
phosphoric acid were mixed to form a solution, and then,
11.0g of pseudo-boehmite and a certain amount of Ni
(NO3),-6H,O were added to the solution and stirred for 2 h.
Second, 3.873g of di-n-propylamine (DPA) and 3.873 g of
diisopropylamine (DIPA) were added and continuously stirred
for 2 h. Third, 6.76 g of acid silica sol was added dropwise to the
system and stirred vigorously for 2h. Finally, 1.17g of
dodecyltrimethylammonium bromide (DTAB) was added and
stirred for 1 h to form an initial gel with a molar composition of
1.0 ALOj3: 0.75 P,Os: 0.45 SiO,: x Ni(NOs), (x/AL,O; = 1, 2, 3,
and 4%): 0.5 DPA: 0.5 DIPA: 0.05 DTAB: 45 H,O. The initial gel
was precrystallized at 90°C for 12 h and then crystallized at 190°C
for 24 h. The solid products collected by filtration were washed to
neutrality with deionized water, dried at 110°C overnight, and
calcined at 600°C for 6h to obtain the Ni-modified SAPO-11
molecular sieves. The Ni-modified SAPO-11 samples were
denoted as xNi-SAPO-11 (x = 1, 2, 3, and 4).

For comparison, a conventional SAPO-11 molecular sieve was
obtained through a similar procedure used for synthesizing xNi-
SAPO-11 above, but without adding Ni(NO3),-6H,0.

Preparation of NiW-Supported Catalysts

All the SAPO-11 samples were pressed, crushed, and sieved to
obtain particles of a 20-40 mesh in size. The NiW-supported
catalysts were prepared by the incipient wetness impregnation
method with an aqueous solution of Ni(NO;),-6H,O and
(NH,)¢H,W,040-xH,O and then dried at 110°C for 6 h and
calcined at 500°C for 4 h after evaporation at room temperature
overnight. For each catalyst, the loading concentration of NiO
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was 5%, and the loading concentration of WO; was 15%. The
obtained catalysts were denoted as NiW/xNi-SAPO-11 (x = 1, 2,
3, and 4) and NiW/SAPO-11.

Characterization

X-ray diffraction (XRD) characterization of the SAPO-11 samples
was performed on a Bruker AXS D8 Advance X-ray diffractometer
with Cu Ka radiation working under 40 kV and 40 mA and 26
ranging from 5 to 90° at a scanning speed of 5°/min. Scanning
electron microscopy (SEM) images of the SAPO-11 samples were
obtained on an FEI Quanta 200 F field-emission environmental
scanning electron microscope. N, adsorption-desorption
characterization was carried out on a Micromeritics ASAP 2020
analyzer. The specific surface area, micropore volume, and
mesopore volume were calculated by the Brunauer-Emmett-
Teller (BET) method, the de Boer t-plot method, and the
Barrett-Joyner-Halenda (BJH) method, respectively.
Temperature-programmed desorption of ammonia (NH;-TPD)
characterization was carried out on a Micromeritics auto-chem
2920 instrument. The samples were heated at 600°C for 30 min in
an Ar flow, and then, the Ar flow was switched to an ammonia flow
and kept for 30 min when the samples were cooled to 70°C. The
samples were purged with Ar for 2h to remove the physically
adsorbed ammonia, and the TPD signal was recorded using a
thermal conductivity detector (TCD) from 70°C to 600°C with a
heating rate of 10°C/min. Pyridine adsorbed infrared (Py-IR)
spectra were recorded on a Nicolet 5700 spectrometer, and the
samples with pyridine were evacuated at 200°C and 350°C,
respectively. ~ X-ray  photoelectron  spectroscopy  (XPS)
characterization of the sulfided catalysts was performed on a
Thermo spectrometer using Al Ka radiation as the excitation
light source. All spectra used the Al 2p peak at a binding energy
of 74.6 eV to calibrate the binding energy scale. The XPS spectra of
the sulfided catalysts were decomposed by fitting with XPS PEAK,
and the deconvolution was realized by Gaussian-Lorentzian band
shapes. High-resolution transmission electron microscopy
(HRTEM) images of the sulfided catalysts were obtained on a
JEM 2100 LaBg transmission electron microscope. The average
length and average stacking number of WS, slabs were calculated by
the following equation (Yu et al., 2012):

- xnili
Averageslablength L = Z’iln , (1)
Qi1
N N
Average Stacking Number N = 2l (2)

where [; is the length of the WS, slabs, n; is the number of the slabs
with length [;, and Nj is the number of layers of the WS, slabs.
Based on the assumption that WS, slabs are standard hexagons,
the dispersion degree of the WS, active phase was calculated by
the following equation (Tao et al., 2014):

Wedge _ Y 6(m—1)
Wioar Yo, (307 =3+ 1)°

fw= (3)

where W4, denotes the W atoms located on the edge of the WS,
slabs, W,,,,; denotes the total W atoms, n; is the number of W
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FIGURE 1| XRD patterns of Ni-modified SAPO-11 molecular sieves.

atoms along one side of a WS, slab determined from its length
[L =3.2 (2n;-1) A, and t is the total number of slabs determined
by no less than 500 WS, slabs obtained from the HRTEM images
of different parts of the different catalysts.

Catalytic Performance Assessment

The hydroisomerization of n-hexadecane (n-C;4) was carried
out in a fixed-bed hydrogenation microreactor. In a typical
example, 3 g of the catalyst was packed in the middle of the
reaction tube, and both ends were filled with silica sand. Before
the reaction, the catalyst was presulfurized with cyclohexane
solution containing 2 vol% CS, for 5 h at 320°C, a liquid hourly
space velocity (LHSV) of 7 h™!, and H,/oil of 100 (v/v). After
the presulfurization treatment was completed, the catalytic
performance of the catalyst was investigated under the
conditions of a reaction pressure of 2 MPa, an LHSV of
1.5h™", H,/oil of 600 (v/v), and a reaction temperature of
320-400°C. The reactant n-hexadecane was fed into the reactor
using a syringe pump when the temperature was decreased to
the reaction temperature. The products collected were
analyzed on a Shimadzu GC-2014 gas chromatograph
equipped with a capillary HP-PONA column, and the
qualitative analysis of the products was realized by GC-MS.
The conversion of n-Cj¢ of each catalyst at 340°C was
converted into the TOF (turnover frequency, which is used
to evaluate the catalytic activity of the catalyst) of each active
site, which was calculated by the following equation based on
the number of all available active sites (Wen et al., 2019):

ered © X

”W'fw’

TOF = (4)
where V. is the feed flow rate of the reactant n-C;6 in mol/h, x is
the conversion of n-C;¢ at 340°C, n,, is the amount of W atoms of
the catalyst in mol, and fyy is the dispersion degree of W species.
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FIGURE 2 | SEM images of Ni-modified SAPO-11 molecular sieves: (A) 4Ni-SAPO-11, (B) 3Ni-SAPO-11, (C) 2Ni-SAPO-11, (D) 1Ni-SAPO-11, and (E) SAPO-11.
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RESULTS AND DISCUSSION

Crystalline Phase

Figure 1 presents the X-ray diffraction (XRD) patterns of the Ni-
modified SAPO-11 molecular sieves. It can be seen that all the Ni-
modified SAPO-11 samples presented characteristic diffraction
peaks at 28 = 8.2°, 9.6°, 13.0°, 15.8°, 20.2°, 21.1°, and 22.0-23.3",
which are attributed to the typical AEL structure, and no

characteristic diffraction peaks of other crystalline phases were
observed (Jin et al, 2016). The results indicate that the crystal
structural units of the Ni-modified SAPO-11 molecular sieves
were completely preserved. In addition, no characteristic
diffraction peaks of Ni species were observed in the XRD
patterns of all the Ni-modified SAPO-11 samples, indicating
that Ni species were highly dispersed in SAPO-11. This result
can be explained by the fact that Ni species substituted some of
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FIGURE 3 | N, adsorption-desorption isotherms (A) and pore size distribution (B) of Ni-modified SAPO-11 molecular sieves.
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TABLE 1 | Textural properties of Ni-modified SAPO-11.

Sample Sger, m2/g Sext, M2/g
4Ni-SAPO-11 176 98
3Ni-SAPO-11 174 94
2Ni-SAPO-11 171 95
1Ni-SAPO-11 169 89
SAPO-11 166 91

the Al species and entered the framework structure of SAPO-11
in the process of in situ modification.

Morphology

The SEM images of the Ni-modified SAPO-11 samples are
presented in Figure 2. All the samples showed pseudo-
spherical particles with a particle size of about 3-7 um,
indicating that the introduction of Ni did not change the
particle size distribution of SAPO-11 in the synthesis process.
Moreover, no amorphous phase was observed in SEM images of
all samples, indicating that the introduction of Ni into SAPO-11
by in situ modification did not change the morphology of SAPO-
11. Through further careful observation, it can be found that the
particles of all samples were assembled by many crystallites,
which provides conditions for the formation of more
intercrystallite mesoporous structures.

Textural Properties

In order to obtain the textural properties such as specific surface
area, pore size, and pore volume of the Ni-modified SAPO-11
molecular sieves, N, adsorption-desorption tests of all the
samples were carried out. The N, adsorption-desorption
isotherms and pore size distribution curves of all the samples
are presented in Figure 3, while the data of texture properties are
listed in Table 1. As shown in Figure 3A, all the samples showed
type IV isotherms and typical H4-type hysteresis loops (Verma
etal., 2015; Tao et al., 2017). The N, adsorption amount of all the
samples increased sharply at a lower relative pressure (10~ < P/P,

vmicrou cmS/g vmesov cm3/g Vtotals cmalg

0.08 0.33 0.41
0.07 0.32 0.39
0.08 0.29 0.37
0.06 0.30 0.36
0.09 0.26 0.35

< 107%), which was attributed to the adsorption of N, in
micropores (Liu et al., 2015). All the samples showed obvious
hysteresis loops in the range of relative pressures of 0.4-0.9,
indicating that there were a large number of mesoporous
structures in all the samples. In addition, the hysteresis loops
of Ni-modified SAPO-11 samples were larger than those of the
unmodified SAPO-11, indicating that Ni-modified SAPO-11
samples possessed more mesoporous structures. Figure 3B
presented the pore size distribution curves of all the samples,
and it can be seen that the pore size of all samples was mainly
distributed between 6 and 10 nm. Table 1 lists the textural
property data of the Ni-modified SAPO-11 samples. The BET
specific surface area (Spgr) of Ni-modified SAPO-11 samples
increased in the order of SAPO-11 (166 mz/g) < INi-SAPO-11
(169 m*/g) < 2Ni-SAPO-11 (171 m*/g) < 3Ni-SAPO-11 (174 m?/
g) < 4Ni-SAPO-11 (176 m*/g) and the mesopore volume (V o)
of Ni-modified SAPO-11 samples also increased in the order of
SAPO-11 (0.35 m*/g) < INi-SAPO-11 (0.36 m*/g) < 2Ni-SAPO-
11 (0.37m’/g) < 3Ni-SAPO-11 (0.39 m’/g) < 4Ni-SAPO-11
(0.41 m3/g), which indicate that Ni in situ modification is
beneficial to increase the Sggr and Vi, of SAPO-11.
Figure 4 and Table 2 present the N, adsorption-desorption
isotherms, pore size distribution, and textural data of the different
catalysts, respectively. It is not difficult to see that the pore size
distribution of the catalysts supported with NiW is basically
unchanged. However, the BET specific surface area, external
specific surface area, micropore volume, and mesopore volume
of the catalysts all decreased, and the change order of these data of
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FIGURE 4 | N, adsorption-desorption isotherms (A) and pore size distribution (B) of different catalysts.
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TABLE 2 | Textural properties of Ni-modified SAPO-11.

Sample Sger, M2/g Sext, M2/g
NiW/4Ni-SAPO-11 160 91
NiW/3Ni-SAPO-11 158 87
NiW/2Ni-SAPO-11 153 84
NiW/1Ni-SAPO-11 149 79
NiIW/SAPO-11 145 82

vmicros Cm3/9 Vmesm Cm3/9 vtotals Cm3/9

0.07 0.30 0.37
0.05 0.28 0.33
0.06 0.26 0.32
0.05 0.25 0.30
0.07 0.23 0.30
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FIGURE 5 | NH3-TPD profiles of Ni-modified SAPO-11 molecular sieves (A) and different catalysts (B).
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the different catalysts still followed the change order of these data
of the Ni-modified SAPO-11 molecular sieves.

Acidity Properties

Figure 5 presents the temperature-programmed desorption of
ammonia (NH;-TPD) profiles of Ni-modified SAPO-11 samples.
Each curve can be fitted and deconvolved into three peaks with a
Gaussian function. The three decomposition peaks near 180°C,
250°C, and 330°C correspond to the desorption of NH; adsorbed

on weak acid sites, medium acid sites, and strong acid sites,
respectively (Liu et al., 2009; Liu et al., 2020). It can be seen that
with the increase of Ni content in the process of Ni modification,
the intensity of low-temperature desorption peaks of the Ni
modified SAPO-11 samples gradually decreased, indicating
that the weak acid amount of Ni-modified SAPO-11 samples
decreased with the increase of Ni content. The intensity of
medium-temperature desorption peaks and high-temperature
desorption peaks of Ni-modified SAPO-11 samples increased
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TABLE 3 | Acidity properties of Ni-modified SAPO-11 determined by Py-IR.

Sample Acidity (umol/g)
Weak acid sites (200°C) Medium and strong acid sites (350°C)

B L B+L B L B+L
4Ni-SAPO-11 59.87 37.32 97.19 32.62 22.97 55.59
3Ni-SAPO-11 61.91 37.84 99.75 37.21 21.16 58.37
2Ni-SAPO-11 69.26 38.45 107.71 35.25 21.61 56.86
1Ni-SAPO-11 82.04 39.5 121.54 32.42 21.89 54.31
SAPO-11 91.18 37.04 128.22 30.73 19.46 50.19

in the order of SAPO-11 < INi-SAPO-11 < 2Ni-SAPO-11 < 4Ni-
SAPO-11 < 3Nij-SAPO-11, indicating that the medium and
strong acid amounts also increased in the same order. This
result can be explained by the fact that the average
electronegativity of Ni (1.91) is higher than that of Al (1.71),
and the covalency of Ni is higher than that of Al (Zhou et al,
2017). Therefore, the Brensted protons and Lewis caves of SAPO-
11 formed by substituting part of Al species with Ni species have
stronger acid density. However, when the Ni content reached 4%,
not only Ni species entered the framework of SAPO-11 but also
excessive nickel species located on the surface of SAPO-11 and
covered a part of acid sites. Therefore, the medium and strong
acid amounts of 4Ni-SAPO-11 are less than that of 3Ni-SAPO-
11. In addition, the different catalysts were also characterized by
NH;-TPD. Compared with Ni-modified SAPO-11 molecular
sieves, the peak areas of NH;-TPD profiles of the catalysts all
decreased, indicating that the acid amount of the catalysts
decreased after being supported with NiW. However, the
variation in peak area of the catalysts was still consistent with
that of the Ni-modified SAPO-11 samples.

To qualitatively analyze the acidity of the Ni-modified SAPO-
11 samples, the samples were characterized by Py-IR. The Py-IR
spectra of the Ni-modified SAPO-11 samples are presented in
Figure 6. The weak acid amount was calculated from the Py-IR
spectra formed by pyridine molecules desorbed at 200°C

(Figure 6A), while the medium and strong acid amounts were
calculated from the Py-IR spectra formed by pyridine molecules
desorbed at 350°C (Figure 6B). The corresponding acid amount
data are listed in Table 3. As shown in Figure 6, all the samples
showed three peaks in the range of 1,400-1,600 cm™". The two
peaks at 1,455 cm™" and 1,545 cm ™' correspond to the desorption
of pyridine molecules on Bregnsted (B) acid sites and Lewis (L)
acid sites, respectively, while the peak at 1,490 cm™ is attributed
to the synergistic effect of B acid sites and L acid sites (Guo et al.,
2013; Du et al., 2019). Compared with SAPO-11, the weak L acid
amount of Ni-modified SAPO-11 samples increased and the weak
B acid amount decreased. This result can be explained by the fact
that NiO entering the framework of SAPO-11 can form some new
weak L acid sites in the process of Ni in situ modification. The
weak B acid sites of SAPO-11 are generated by Si-OH, Al-OH,
and P-OH (Yang et al., 2017). Ni species substitute some Al
species to form Ni-OH species, which cannot form weak B acid
sites like Al-OH species. The amount of medium and strong B
acid sites of the Ni-modified SAPO-11 samples increased in the
order of SAPO-11 (30.73 pmol/g) < 1Ni-SAPO-11 (32.42 pmol/
g) < 4Ni-SAPO-11 (32.62 pmol/g) < 2Ni-SAPO-11 (35.25 pmol/
g) < 3Ni-SAPO-11 (37.21 pmol/g). The result can be explained by
the fact that the medium and strong B acid sites of SAPO-11 are
generated by the Si-OH-Al species (Blasco et al., 2006). In the
process of Ni in situ modification, Ni species substitute some Al
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and (E) NiIW/SAPO-11.

FIGURE 7 | Representative HRTEM images of sulfided catalysts: (A) NiW/4Ni-SAPO-11, (B) NiW/3Ni-SAPO-11, (C) NiW/2Ni-SAPO-11, (D) NiIW/1Ni-SAPO-11,

species to form Si-OH-Ni species, and their acid density is greater
than that of Si-OH-Al species. The reason for the medium and
strong B acid amounts of 4Ni-SAPO-11 being lower than that of
3Ni-SAPO-11 is that excessive nickel species could not
completely enter the framework of 4Ni-SAPO-11 and were
distributed on the surface and pores of SAPO-11 and covered
some acid sites. The results of the acid amount reflected by Py-IR
tests well verified the results of the acid amount reflected by
NH,-TPD.

Active Phase Characterization
To visualize the morphology and stacking of the active phase on
the catalysts, HRTEM characterization of the sulfided catalysts

was carried out. The representative HRTEM images of the
different sulfided catalysts are presented in Figure 7. The
black line-like layers in the images are the typical WS, slabs,
and the NiS, phase is too small to be observed in the images. The
statistical analysis was carried out on no less than 500 slabs from
different parts of different catalysts. The average length and
average stacking number of WS, slabs on each catalyst were
calculated from Eqs 1, 2, respectively, and the results are listed in
Table 4. The statistical results showed that the average length of
WS, slabs on different catalysts increased in the order of NiW/
3Ni-SAPO-11 (2.98nm) < NiW/4Ni-SAPO-11 (3.23nm) <
NiW/2Ni-SAPO-11 (3.46 nm) < NiW/INi-SAPO-11 (4.03 nm)
< NiW/SAPO-11 (4.72 nm). The length of WS, slabs on Niw/
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TABLE 4 | Average lengths, layer numbers, and £, values of WS, of all catalysts.

Sample L (nm) N fw
NiW/4Ni-SAPO-11 3.23 3.09 0.29
NiW/3Ni-SAPO-11 2.98 3.23 0.31
NiW/2Ni-SAPO-11 3.46 2.68 0.30
NiW/1Ni-SAPO-11 4.03 1.85 0.29
NIW/SAPO-11 4.72 1.33 0.28

SAPO-11 was in the range of 2-8 nm and mainly concentrated in
3-7 nm. The lengths of WS, slabs on NiW/1Ni-SAPO-11, NiW/
2Ni-SAPO-11, NiW/3Ni-SAPO-11, and NiW/4Ni-SAPO-11
were mainly concentrated in 2-7 nm, 2-6 nm, 1-4 nm, and
2-5nm, respectively. The results showed that Ni in situ
modification decreased the slab length of the active phase. It
is believed that the length of active phase slabs is related to the
dispersion of the active phase. The longer the length of active
phase slabs, the lower the dispersion degree of the active phase
(Zhou et al., 2018). The result indicates that the dispersion degree
of the so-called NiWS active phase decreased in the order of
NiW/3Ni-SAPO-11 > NiW/4Ni-SAPO-11 > NiW/2Ni-SAPO-
11 > NiW/INi-SAPO-11 > NiW/SAPO-11. The stacking
number of the active phase can reflect the interaction between
the active phase and support to a certain extent. Generally
speaking, the higher the stacking number of the active phase,
the weaker the interaction between the active phase and support
(Cui et al.,, 2012). The average stacking number of WS, slabs on
the different catalysts increased in the order of NiW/SAPO-11
(1.33) < NiW/INi-SAPO-11 (1.85) < NiW/2Ni-SAPO-11 (2.68)
< NiW/4Ni-SAPO-11 (3.06) < NiW/3Ni-SAPO-11 (3.23),
indicating that the interaction between the active phase and
support decreased in the order of NiW/SAPO-11 > NiW/1Ni-
SAPO-11 > NiW/2Ni-SAPO-11 > NiW/4Ni-SAPO-11 > NiW/
3Ni-SAPO-11. In order to further verify the change of dispersion
degree of the active phase on the different catalysts, the
dispersion degree of tungsten species (fy) on the different
catalysts was calculated by Equation 3. The results showed
that the dispersion degree of tungsten species on different
catalysts decreased in the order of NiW/3Ni-SAPO-11 >
NiW/2Ni-SAPO-11 > NiW/4Ni-SAPO-11 = NiW/INi-SAPO-
11 > NiW/SAPO-11, which was completely consistent with the
results reflected by the length and stacking number of WS, slabs.
The result can be explained by the fact that Al in W-O-Al species
was substituted by Ni to form W-O-Ni species on the Ni-
modified SAPO-11-supported NiW catalysts. However, the
W-O-Ni bond is weaker than the W-O-Al bond, which
weakened the interaction between the active phase and
support and made the dispersion of the active phase poor.
However, the average slab length of the active phase of NiW/
4Ni-SAPO-11 was longer than that of NiW/3Ni-SAPO-11, and
the stacking number of the active phase of NiW/4Ni-SAPO-11
was lower than that of NiW/3Ni-SAPO-11. This may be due to
the fact that excessive nickel species did not completely enter the
framework of the SAPO-11 molecular sieve and distributed on
the surface and pores of SAPO-11, which hindered the dispersion
of the so-called NiWS active phase.

Nickel Modified SAPO-11 Hydroisomerization Catalyst

The different catalysts were characterized by XPS to analyze
the covalent state of nickel species and tungsten species on the
catalysts. Figures 8, 9 present the W4f XPS spectra and Ni2p XPS
spectra of the sulfided catalysts, respectively. The sulfidation
degree of tungsten species and nickel species was calculated by
the deconvolution peak area. The results of the binding energy
(BE) and sulfidation degree of tungsten species and nickel species
of the sulfided catalysts are listed in Tables 5, 6, respectively. The
W 4f XPS spectra of different catalysts were decomposed into four
peaks, which were attributed to the two overlapping peaks of W**
and W®". The decomposition peaks in Figure 8 with binding
energies of 36.30 + 0.40 eV and 38.10 + 0.40 eV were attributed to
the W 4f,, levels and W 4fs, levels of W& (WO3), respectively,
while the decomposition peaks with binding energies of 32.40 +
0.40 eV and 34.80 + 0.40 eV were attributed to the W 4f;,, levels
and W 4fs, levels of W** (WS,), respectively. The binding
energies of W 4f;), levels and W 4f;, levels of the investigated
catalysts decreased in the order of NiW/SAPO-11 > NiW/INi-
SAPO-11 > NiW/2Ni-SAPO-11 > NiW/3Ni-SAPO-11 > NiW/
4Ni-SAPO-11, which indicates that the interaction between the
active phase and support of the investigated catalysts also
decreased in the same order, which was consistent with the
results reflected by HRTEM images. The sulfidation degree of
the tungsten species of different catalysts was defined as W**/
(W* + W®) (Cui et al., 2013), which increased in the order of
NiW/SAPO-11 (56.29%) < NiW/4Ni-SAPO-11 (57.23%) < NiW/
INi-SAPO-11 (57.69%) < NiW/2Ni-SAPO-11 (58.48%) < NiW/
3Ni-SAPO-11 (60.93). This result can be explained by the
following facts: Ni species substituted some Al species,
resulting in some of the W-O-Al bonds being substituted with
W-0O-Ni bonds in the process of Ni in situ modification, and the
strength of W-O-Ni bonds was lower than that of W-O-Al bonds,
thus reducing the interaction between the active phase and
support and improving the sulfidation degree of tungsten
species. However, the excessive addition of Ni in the process
of in situ modification of SAPO-11 led to poor dispersion of active
metals on the catalyst, which led to the lower sulfidation degree of
tungsten species of NiW/4Ni-SAPO-11 than NiW/3Ni-SAPO-11.
The Ni 2p XPS spectra of different catalysts could also be
decomposed into four peaks, which were attributed to the two
overlapping peaks of nickel oxide and nickel sulfide. The
decomposition peaks in Figure 9 with binding energies of
858.80 + 0.40 eV and 877.40 + 0.40 eV were attributed to the
Ni 2ps;, levels and Ni 2p;,, levels of nickel oxide (NiO),
respectively, while the decomposition peaks with binding
energies of 85320 + 0.40eV and 870.70 + 0.40eV were
attributed to the Ni 2p;,, levels and Ni 2p;,, levels of nickel
sulfide (NiS,), respectively. The decreasing order of the binding
energy of the levels of Ni is the same as that of the levels of W
described above. This result further confirms that Ni in situ
modification weakened the interaction between the active phase
and support. The sulfidation degree of the nickel species was
defined as NiS,/(NiO + NiS,) (Cui et al., 2013), which increased
in the order of NiW/SAPO-11 (60.17%) < NiW/INi-SAPO-11
(60.69%) < NiW/2Ni-SAPO-11 (61.58%) < NiW/4Ni-SAPO-11
(62.53%) < NiW/3Ni-SAPO-11 (64.93). The reason for this result
is the same as the above explanation about tungsten species.
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FIGURE 8 | XPS W 4f spectra of sulfided catalysts: (A) NiW/4Ni-SAPO-11, (B) NiW/3Ni-SAPO-11, (C) NiW/2Ni-SAPO-11, (D) NiW/1Ni-SAPO-11, and (E) Niw/
SAPO-11.

Frontiers in Chemistry | www.frontiersin.org 10 November 2021 | Volume 9 | Article 765573


https://www.frontiersin.org/journals/chemistry
www.frontiersin.org
https://www.frontiersin.org/journals/chemistry#articles

Dai et al. Nickel Modified SAPO-11 Hydroisomerization Catalyst

A B
-~ -~
= g
& &
) =
= =
[=] =]
< (5]
3 2
St S
W %)
=9 2
2 z
= =
= E
=] =]
Q Q
850 860 870 880 850 860 870 880
Binding energy (eV) Binding energy (eV)
C D
e 3
< <
N N’
= =
= =
=] =]
>3 >3
3 3
1 St
% -3
2 2
2z z
= =
5 E
=] =3
Q Q
T T T T T T T T
850 860 870 880 850 860 870 880
Binding energy (eV) Binding energy (eV)
E

E

g

=

=

=]

1>

2

St

)

=3

z

=

3

=]

Q

850 860 870 880
Binding energy (eV)
FIGURE 9 | XPS Ni 2p spectra of sulfided catalysts: (A) NiW/4Ni-SAPO-11, (B) NiW/3Ni-SAPO-11, (C) NiW/2Ni-SAPO-11, (D) NiW/1Ni-SAPO-11, and (E) Niw/
SAPO-11.
Catalytic Performance in advance, the reaction pressure was fixed at 2.0 MPa, the liquid

The evaluation of the hydroisomerization performance of all the  hourly space velocity (LHSV) was fixed at 1.5 h™", and H,/oil was
catalysts was carried out in a fixed-bed hydrogenation 600 (v/v). The catalytic performance of the catalysts was
microreactor. In each reaction, the catalyst was presulfurized  evaluated in the range of 320-400°C. Figure 10A presents the
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TABLE 5 | Binding energy and sulfidation degree of W on different catalysts.

Nickel Modified SAPO-11 Hydroisomerization Catalyst

Sample NiW/4Ni-SAPO-11 NiW/3Ni-SAPO-11 NiW/2Ni-SAPO-11 NiW/1Ni-SAPO-11 NiW/SAPO-11
Oxidic Binding energy (eV)

W 4f, 35.66 36.00 36.08 36.22 36.50
W4fs 37.72 37.80 37.87 37.91 38.43
Sulfided Binding energy (eV)

W 4f; 32.12 32.19 32.21 32.24 32.80
Wifs 34.63 34.67 34.71 34.72 35.10
Sulfidation degree of W (%) 57.23 60.93 58.48 57.69 56.29
TABLE 6 | Binding energy and sulfidation degree of Ni on different catalysts.

Sample NiW/4Ni-SAPO-11 NiW/3Ni-SAPO-11 NiW/2Ni-SAPO-11 NiW/1Ni-SAPO-11 NiW/SAPO-11
Oxidic Binding energy (eV)

Ni 2p3 858.60 858.75 858.80 858.89 858.99

Ni 2p+ 877.47 876.66 877.11 877.16 877.27
Sulfided Binding energy (eV)

Ni 2p3 853.02 853.14 853.22 853.31 853.43

Ni 2p;4 870.58 870.68 870.77 870.86 871.09
Sulfidation degree of Ni (%) 62.53 64.93 61.58 60.69 60.17

conversion of n-C;¢ on the different catalysts at different reaction
temperatures. It can be seen that the n-C,4 conversion of all the
catalysts increased with the increase of temperature. Among all
the investigated catalysts, NiW/3Ni-SAPO-11 showed the highest
conversion of n-Cjs in the range of investigated reaction
temperatures, which indicates that NiW/3Ni-SAPO-11 had the
highest catalytic activity among all the investigated catalysts, and
the catalytic activities of the catalysts increased in the order of
NiW/SAPO-11 < NiW/1INi-SAPO-11 < NiW/2Ni-SAPO-11 <
NiW/4Ni-SAPO-11 < NiW/3Ni-SAPO-11. The result can be
explained by the fact that the amount of acid in the support
and the properties of the active phase jointly determine the
catalytic activity of the catalyst. It is generally believed that the
acid amount of the catalyst, especially the medium and strong B
acid amounts, determines the isomerization rate of olefin
intermediates in the isomerization process. Moreover, the
higher the dispersion degree of the active phase, the better
the hydrogenation performance of the catalyst, and with the
appropriate increase of the number of stacking layers of the active
phase, the hydrogenation performance of the active phase also
increases. The appropriate interaction between the active phase
and support of NiW/3Ni-SAPO-11 and the highest dispersion of
the active phase made NiW/3Ni-SAPO-11 show the highest
catalytic activity. The selectivity of isomeric hexadecane (i-C;¢)
decreased with the increase of reaction temperature, which
indicates that the increase of reaction temperature intensified
the cracking reaction. The selectivity of i-C,¢ decreased greatly
when the reaction temperature reached 380°C. Among all the
investigated catalysts, the i-C;4 selectivity of NiW/3Ni-SAPO-11
was the highest in the range of investigated reaction temperatures,
and the i-C,¢ selectivity of different catalysts at different reaction
temperatures basically increased in the order of NiW/SAPO-11 <

NiW/INi-SAPO-11 < NiW/2Ni-SAPO-11 < NiW/4Ni-SAPO-11
< NiW/3Ni-SAPO-11 (Figure 10B). This result can be explained
by the fact that 3Ni-SAPO-11 possessed the most medium and
strong B acid sites, which are considered as the active centers of
the isomerization of the alkane skeleton (Lyu et al, 2017).
Meanwhile, the increase of mesoporous structures alleviated
the diffusion resistance of n-hexadecane and isomeric
hexadecane in the channels of SAPO-11, thus reducing the
occurrence of cracking reactions. 3Ni-SAPO-11 showed the
highest selectivity of i-Cjs due to its highest medium and
strong B acid amount and mesopore volume. Among all the
investigated catalysts, the i-C;¢ yield of NiW/3Ni-SAPO-11 was
the highest in the range of investigated temperatures, and the
highest yield was 71.18% (Figure 10D).

Table 7 lists the isomer distributions and TOF values of the
different catalysts at 340°C. It is not difficult to find that the
isomer products of all the catalysts are mainly monobranched
isomers and double-branched isomers, and the selectivity of
monobranched isomers is much higher than that of double-
branched isomers, and the selectivity of monomethyl branched
isomers is much higher than that of monoethyl branched isomers.
Among the isomer products, monobranched isomers mainly
include 2-methylpentadecane (2-MC;s), 3-methylpentadecane
(3-MC;5), 4-methylpentadecane (4-MC;5), 5-
methylpentadecane (5-MC;s), 6-methylpentadecane (6-MC;s),
3-ethyltetradecane (3-ECy4), 5-ethyltetradecane (5-ECy4), and
6-ethyltetradecane  (6-EC,4), while the double-branched
isomers mainly include 2,4-dimethyltetradecane (2,4-DMC,y),
2,5-dimethyltetradecane (2,5-DMC,y), 2,6-dimethyltetradecane
(2,6-DMCy4), 3,6-dimethyltetradecane  (3,6-DMCyy), 3,7-
dimethyltetradecane (3,7-DMC,4), and 5,8-diethyldodecane
(5,8-DEC;,). Among all the isomer products, the selectivity of
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FIGURE 10 | Catalytic performance of the different catalysts: (A) n-C¢ conversion, (B) i-C+¢ selectivity, (C) cracking selectivity, and (D) i-Cy¢ vield.

TABLE 7 | Isomer distributions and TOF values of n-C4g hydroisomerization over the different catalysts at 340°C.

Products

i-C16 selectivity (%)
TOF (h™")
2-MCi5
3-MCj5
4-MCis
5-MCj5
6-MCi5
2,4-DMCy4
2,5-DMC+4
2,6-DMCy4
3,6-DMC14
3,7-DMCy4
3-ECq4
5-ECq4
6-ECy4
5,8-DEC1»
Others

Selectivity (%)

NiW/4Ni-SAPO-11

87.49 90.3
27.71 30.81
16.52 16.97
25.67 26.46
11.31 12.27
12.61 12.01
4.49 5.95
5.78 5.72
4.31 3.91
2.48 2.35
0.93 1.37
0.86 1.08
0.58 0.46
0.50 0.43
0.33 0.31
0.31 0.25
0.81 0.72

NiW/3Ni-SAPO-11

NiW/2Ni-SAPO-11

NiW/1Ni-SAPO-11

82.17 78.04
29.80 28.44
156.23 14.24
24.43 23.52
11.91 11.28
11.06 10.63
5.07 4.46
5.23 4.72
3.45 3.34
2.09 212
0.97 0.93
0.91 0.82
0.42 0.45
0.47 0.40
0.28 0.35
0.15 0.24
0.51 0.54

NiW/SAPO-11

7218
27.70
13.57
22.65
10.17
9.38
4.54
3.16
2.92
1.98
1.13
0.77
0.43
0.38
0.32
0.28
0.50
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2-MC;;5 and 3-MC;s is obviously higher than that of other isomer
products, which is the same as that reported by Zhang et al.
(Zhang et al., 2018). TOF values of the different catalysts refer to
the standardized turnover frequency at each available active
phase center, which can effectively reflect the catalytic activity
of the catalysts. TOF of the different catalysts increased in the
order of NiW/SAPO-11 (27.70 h™') > NiW/4Ni-SAPO-11
(27.71h7") > NiW/INi-SAPO-11 (28.44h™") > NiW/2Ni-
SAPO-11 (29.80h™") > NiW/3Ni-SAPO-11 (30.81 h™"), which
well verified the results reflected by the above catalytic activity.

CONCLUSION

SAPO-11 molecular sieves were modified with different Ni
contents by the in situ modification method, and the Ni in situ
modified SAPO-11 molecular sieves were used as the supports
to prepare the NiW-supported catalysts for the
hydroisomerization of n-hexadecane. The Ni in situ
modified SAPO-11molecular sieves and the corresponding
catalysts were characterized by a series of physicochemical
characterizations. The results showed that Ni in situ
modification increased the BET specific surface area,
mesopore volume, and medium and strong Brensted acid
of SAPO-11. For the corresponding NiW-
supported catalysts, Ni in situ modification weakened the
interaction between the active phase and support, which
made the length of the so-called NiWS active phase slabs
shorter, the number of stacking numbers higher, and the
dispersion degree of the active phase higher. NiW/3Ni-
SAPO-11 possessed the highest stacking number of the
active phase and the highest dispersion degree of the active
phase. The evaluation results of the hydroisomerization of
n-hexadecane showed that due to the largest BET specific
surface area, mesoporous volume, and medium and strong

amounts

REFERENCES

Bai, X. F., Wei, X. M,, Liu, Y., and Wu, W. (2019). Hydroisomerization of
N-Hexadecane over HP Molecular Sieve Loading Palladium Bifunctional
Catalyst: Effect of SiO2/A1203 Molar Ratios. IOP Conf. Ser. Mater. Sci. Eng.
504, 012042. doi:10.1088/1757-899X/504/1/012042

Blasco, T., Chica, A., Corma, A. Murphy, W., Agundezrodriguez, J., and
Perezpariente, J. (2006). Changing the Si Distribution in SAPO-11 by
Synthesis with Surfactants Improves the Hydroisomerization/dewaxing
Properties. J. Catal. 242 (1), 153-161. doi:10.1016/j.jcat.2006.05.027

Chen, X,, Xi, H,, Lin, M,, Jia, L., Hou, B,, Li, D,, et al. (2019). Synthesis of Fe-ZSM-23
Zeolite and its Catalytic Performance for the Isomerization of N-Dodecane. Int.
J. Hydrogen Energ. 44 (36), 19762-19770. doi:10.1016/j.ijhydene.2019.04.224

Cui, Q., Wang, S., Wei, Q., Mu, L., Yu, G., Zhang, T, et al. (2019). Synthesis and
Characterization of Zr Incorporated Small crystal Size Y Zeolite Supported
NiW Catalysts for Hydrocracking of Vacuum Gas Oil. Fuel 237, 597-605.
doi:10.1016/j.fuel.2018.10.040

Cui, Q,, Zhou, Y., Wei, Q,, Tao, X,, Yu, G, Wang, Y., et al. (2012). Role of the
Zeolite Crystallite Size on Hydrocracking of Vacuum Gas Oil over NiW/Y-ASA
Catalysts. Energy Fuels 26 (8), 4664-4670. doi:10.1021/ef300544¢

Cui, Q., Zhou, Y., Wei, Q., Yu, G., and Zhu, L. (2013). Performance of Zr- and
P-Modified USY-Based Catalyst in Hydrocracking of Vacuum Gas Oil. Fuel
Process. Techn. 106, 439-446. doi:10.1016/j.fuproc.2012.09.010

Nickel Modified SAPO-11 Hydroisomerization Catalyst

Bronsted acid amounts of 3Ni-SAPO-11; the appropriate
interaction between the active phase and support; and the
highest dispersion of the active phase of NiW/3Ni-SAPO-11,
NiW/3Ni-SAPO-11 showed excellent catalytic activity and
high selectivity for the hydroisomerization of n-hexadecane,
and its maximum vyield of isomeric hexadecane reached
71.18%. It is expected to provide new theoretical guidance
for the design and preparation of high-efficiency SAPO-11
molecular sieve-based catalysts for the hydroisomerization of
n-alkanes.

DATA AVAILABILITY STATEMENT

The original contributions presented in the study are included in
the article/Supplementary Material, and further inquiries can be
directed to the corresponding author.

AUTHOR CONTRIBUTIONS

XD designed experimental plans, performed main experimental
work, analyzed and discussed the results, and wrote the
manuscript. YC assisted in the design of the scheme and
performed the main experimental work. MS participated in
the manuscript writing. QW proposed the themes, ideas, and
content of the manuscript research work. LZ, HX, and HL
assisted in literature review and manuscript sorting. YZ guided
experimental work and manuscript revision.

FUNDING

This work was supported by the National Natural Science
Foundation of China under grant no. 22078360.

Diaz de Leon, J. N., Zavala-Sdnchez, L. A., Suédrez-Toriello, V. A., Alonso-Nuiez,
G., Zepeda, T. A., Yocupicio, R. L, et al. (2017). Support Effects of NiW
Catalysts for Highly Selective Sulfur Removal from Light Hydrocarbons. Appl.
Catal. B: Environ. 213, 167-176. doi:10.1016/j.apcatb.2017.05.014

Du, Y., Yao, H.,, Zhao, L., Yang, H., Wang, M., Yuan, L, et al. (2019). Graphene
Oxide Induced High Crystallinity of SAPO-11 Molecular Sieves for Improved
Alkane Isomerization Performance. ChemNanoMat 5 (9), 1225-1232.
doi:10.1002/cnma.201900349

Guo, L., Fan, Y., Bao, X, Shi, G., and Liu, H. (2013). Two-stage Surfactant-
Assisted Crystallization for Enhancing SAPO-11 Acidity to Improve
N-Octane Di-branched Isomerization. J. Catal. 301, 162-173.
do0i:10.1016/j.jcat.2013.02.001

Huang, X. (2003). Improvement of Catalytic Properties of SAPO-11 Molecular
Sieves Synthesized in H20-CTAB-Butanol System. Appl. Catal. A: Gen. 253 (2),
461-467. doi:10.1016/j.apcata.2004.06.04610.1016/5s0926-860x(03)00562-3

Jin, D., Liu, Z., Zheng, J., Hua, W., Chen, J., Zhu, K, et al. (2016). Nonclassical
From-Shell-To-Core Growth of Hierarchically Organized SAPO-11 with
Enhanced Catalytic Performance in Hydroisomerization of N-Heptane. RSC
Adv. 6 (39), 32523-32533. doi:10.1039/c6ra03039d

Li, B, Tian, P., Qi, Y., Zhang, L., Xu, S., Su, X, et al. (2013). Study of Crystallization
Process of SAPO-11 Molecular Sieve. Chin. J. Catal. 34 (3), 593-603.
doi:10.1016/S1872-2067(12)60542-7

Lin, S., Ning, H., Wan-Fu, S., Wei-Min, L., and Qun-Ji, X. (2002). Preparation of
Pd/Al-MCM-41 Catalyst and its Hydroisomerization Properties for Long

Frontiers in Chemistry | www.frontiersin.org

November 2021 | Volume 9 | Article 765573


https://doi.org/10.1088/1757-899X/504/1/012042
https://doi.org/10.1016/j.jcat.2006.05.027
https://doi.org/10.1016/j.ijhydene.2019.04.224
https://doi.org/10.1016/j.fuel.2018.10.040
https://doi.org/10.1021/ef300544c
https://doi.org/10.1016/j.fuproc.2012.09.010
https://doi.org/10.1016/j.apcatb.2017.05.014
https://doi.org/10.1002/cnma.201900349
https://doi.org/10.1016/j.jcat.2013.02.001
https://doi.org/10.1016/j.apcata.2004.06.04610.1016/s0926-860x(03)00562-3
https://doi.org/10.1039/c6ra03039d
https://doi.org/10.1016/S1872-2067(12)60542-7
https://www.frontiersin.org/journals/chemistry
www.frontiersin.org
https://www.frontiersin.org/journals/chemistry#articles

Dai et al.

Chain Alkane Compounds. Stud. Surf. Sci. Catai. 141, 517-524. doi:10.1016/
50167-2991(02)80584-5

Liu, W., Shang, T., Zhou, Q., Ren, J., and Sun, Y. (2009). Physicochemical and
Isomerization Property of Pt/SAPO-11 Catalysts Promoted by Rare Earths.
J. Rare Earths 27 (6), 937-942. doi:10.1016/51002-0721(08)60366-X

Liu, Y., Zheng, D, Yu, H,, Liu, X,, Yu, S., Wang, X,, et al. (2020). Rapid and green
Synthesis of SAPO-11 for Deoxygenation of Stearic Acid to Produce Bio-Diesel
Fractions. Microporous Mesoporous Mater. 303, 110280. doi:10.1016/
j.micromeso.2020.110280

Liu, Z., Liu, L., Song, H., Wang, C., Xing, W., Komarneni, S., et al. (2015).
Hierarchical SAPO-11 Preparation in the Presence of Glucose. Mater. Lett.
154, 116-119. doi:10.1016/j.matlet.2015.04.067

Lyu, Y., Liu, Y., Xu, L., Zhao, X,, Liu, Z., Liu, X,, et al. (2017). Effect of Ethanol on
the Surface Properties and N-Heptane Isomerization Performance of Ni/SAPO-
11. Appl. Surf. Sci. 401, 57-64. doi:10.1016/j.apsusc.2016.12.230

Lyu, Y., Yu, Z, Yang, Y., Liu, Y., Zhao, X, Liu, X, et al. (2019). Metal and Acid Sites
Instantaneously Prepared over Ni/SAPO-11 Bifunctional Catalyst. J. Catal. 374,
208-216. doi:10.1016/j.jcat.2019.04.031

Lyu, Y., Zhan, W., Wang, X,, Yu, Z,, Liu, X,, and Yan, Z. (2020). Regulation of Synergy
between Metal and Acid Sites over the Ni-SAPO-11 Catalyst for N-Hexane
Hydroisomerization. Fuel 274, 117855. doi:10.1016/j.fuel.2020.117855

Regali, F., Liotta, L. F., Venezia, A. M., Montes, V., Boutonnet, M., and Jir4s, S.
(2014). Effect of Metal Loading on Activity, Selectivity and Deactivation
Behavior of Pd/silica-Alumina Catalysts in the Hydroconversion of
N-Hexadecane. Catal. Today 223, 87-96. doi:10.1016/j.cattod.2013.08.028

Song, C., Yang, H., Wang, Y., Feng, Y., Shi, X,, and Duan, H. (2016). Dry-gel
Conversion Synthesis of SAPO-11 Molecular Sieves and Their Use in
Hydroisodewaxing of Hydrocracking Recycle Oil. Asia-pac. . Chem. Eng. 11
(6), 846-854. doi:10.1002/apj.2018

Tao, S, Li, X,, Lv, G., Wang, C,, Xu, R,, Ma, H,, et al. (2017). Highly Mesoporous
SAPO-11 Molecular Sieves with Tunable Acidity: Facile Synthesis, Formation
Mechanism and Catalytic Performance in Hydroisomerization of N-Dodecane.
Catal. Sci. Technol. 7 (23), 5775-5784. doi:10.1039/C7CY01819C

Tao, X., Zhou, Y., Wei, Q., Yu, G., Cui, Q,, Liu, J., et al. (2014). Effect of Morphology
Properties of NiW Catalysts on Hydrodesulfurization for Individual Sulfur
Compounds in Fluid Catalytic Cracking Diesel. Fuel Process. Techn. 118,
200-207. doi:10.1016/j.fuproc.2013.08.023

Verma, D., Rana, B. S., Kumar, R., Sibi, M. G., and Sinha, A. K. (2015). Diesel and
Aviation Kerosene with Desired Aromatics from Hydroprocessing of Jatropha
Oil over Hydrogenation Catalysts Supported on Hierarchical Mesoporous
SAPO-11. Appl. Catal. A: Gen. 490, 108-116. doi:10.1016/j.apcata.2014.11.007

Wei, X, Kikhtyanin, O. V., Parmon, V. N., Wu, W,, Bai, X,, Zhang, J., et al. (2017).
Synergetic Effect between the Metal and Acid Sites of Pd/SAPO-41 Bifunctional
Catalysts in N-Hexadecane Hydroisomerization. J. Porous Mater. 25 (1),
235-247. doi:10.1007/s10934-017-0437-7

Wen, C., Wang, X,, Xu, J., and Fan, Y. (2019). Hierarchical SAPO-11 Molecular
Sieve-Based Catalysts for Enhancing the Double-Branched Hydroisomerization
of Alkanes. Fuel 255, 115821. d0i:10.1016/j.fuel.2019.115821

Woolfolk, L. G., Geantet, C., Massin, L., Laurenti, D., and De los Reyes, J. A. (2017).
Solvent Effect over the Promoter Addition for a Supported NiW$S
Hydrotreating Catalyst. Appl. Catal. B: Environ. 201, 331-338. doi:10.1016/
j.apcatb.2016.07.052

Nickel Modified SAPO-11 Hydroisomerization Catalyst

Xiao, Y., Shang, J., Zhai, M., and Qiao, C. (2021). Hydrodeoxygenation of Fatty
Acid Methyl Esters and Simultaneous Products Isomerization over Bimetallic
Ni-Co/SAPO -11 Catalysts. Int. ]. Energ. Res 45 (6), 9648-9656. doi:10.1002/
er.6391

Yang, L., Wang, W.,, Song, X,, Bai, X,, Feng, Z., Liu, T., et al. (2019). The
Hydroisomerization of N-Decane over Pd/SAPO-11 Bifunctional Catalysts:
The Effects of Templates on Characteristics and Catalytic Performances. Fuel
Process. Techn. 190, 13-20. doi:10.1016/j.fuproc.2019.02.027

Yang, Z,, Li, J., Liu, Y., and Liu, C. (2017). Effect of Silicon Precursor on Silicon
Incorporation in SAPO-11 and Their Catalytic Performance for
Hydroisomerization of N -octane on Pt-Based Catalysts. J. Energ. Chem. 26
(4), 688-694. doi:10.1016/j.jechem.2017.02.002

Yang, Z., Liu, Y., Liu, D., Meng, X, and Liu, C. (2017). Hydroisomerization of N
-octane over Bimetallic Ni-Cu/SAPO-11 Catalysts. Appl. Catal. A: Gen. 543,
274-282. doi:10.1016/j.apcata.2017.06.028

Yu, G., Zhou, Y., Wei, Q., Tao, X., and Cui, Q. (2012). A Novel Method for
Preparing Well Dispersed and Highly Sulfided NiW Hydrodenitrogenation
Catalyst. Catal. Commun. 23, 48-53. doi:10.1016/j.catcom.2012.03.002

Yuan, Z., Cheng, Y., Ma, S,, Jiang, Z., Zhou, Y., Wang, Y., et al. (2020). Instant
Exactness Synthesis and N-Heptane Hydroisomerization of High Performance
Ni/SAPO-11 Catalyst. J. Porous Mater. 27 (5), 1455-1466. doi:10.1007/s10934-
020-00920-1

Zhang, P., Liu, H., Yue, Y., Zhu, H., and Bao, X. (2018). Direct Synthesis of
Hierarchical SAPO-11 Molecular Sieve with Enhanced
Hydroisomerization Performance. Fuel Process. Techn. 179, 72-85.
doi:10.1016/j.fuproc.2018.06.012

Zhou, W., Liu, M., Zhou, Y., Wei, Q., Zhang, Q., Ding, S., et al. (2017). 4,6-
Dimethyldibenzothiophene Hydrodesulfurization on Nickel-Modified USY-
Supported NiMoS Catalysts: Effects of Modification Method. Energy Fuels
31 (7), 7445-7455. doi:10.1021/acs.energyfuels.7b01113

Zhou, W., Zhang, Y., Tao, X., Zhou, Y., Wei, Q., and Ding, S. (2018). Effects of
Gallium Addition to Mesoporous Alumina by Impregnation on
Dibenzothiophene Hydrodesulfurization Performances of the Corresponding
NiMo Supported Catalysts. Fuel 228, 152-163. doi:10.1016/j.fuel.2018.04.084

Conflict of Interest: The authors declare that the research was conducted in the
absence of any commercial or financial relationships that could be construed as a
potential conflict of interest.

Publisher’s Note: All claims expressed in this article are solely those of the authors
and do not necessarily represent those of their affiliated organizations or those of
the publisher, the editors, and the reviewers. Any product that may be evaluated in
this article or claim that may be made by its manufacturer is not guaranteed or
endorsed by the publisher.

Copyright © 2021 Dai, Cheng, Si, Wei, Zhao, Wang, Huang, Liu and Zhou. This is
an open-access article distributed under the terms of the Creative Commons
Attribution License (CC BY). The use, distribution or reproduction in other
forums is permitted, provided the original author(s) and the copyright owner(s)
are credited and that the original publication in this journal is cited, in accordance
with accepted academic practice. No use, distribution or reproduction is permitted
which does not comply with these terms.

Frontiers in Chemistry | www.frontiersin.org

15

November 2021 | Volume 9 | Article 765573


https://doi.org/10.1016/S0167-2991(02)80584-5
https://doi.org/10.1016/S0167-2991(02)80584-5
https://doi.org/10.1016/S1002-0721(08)60366-X
https://doi.org/10.1016/j.micromeso.2020.110280
https://doi.org/10.1016/j.micromeso.2020.110280
https://doi.org/10.1016/j.matlet.2015.04.067
https://doi.org/10.1016/j.apsusc.2016.12.230
https://doi.org/10.1016/j.jcat.2019.04.031
https://doi.org/10.1016/j.fuel.2020.117855
https://doi.org/10.1016/j.cattod.2013.08.028
https://doi.org/10.1002/apj.2018
https://doi.org/10.1039/C7CY01819C
https://doi.org/10.1016/j.fuproc.2013.08.023
https://doi.org/10.1016/j.apcata.2014.11.007
https://doi.org/10.1007/s10934-017-0437-7
https://doi.org/10.1016/j.fuel.2019.115821
https://doi.org/10.1016/j.apcatb.2016.07.052
https://doi.org/10.1016/j.apcatb.2016.07.052
https://doi.org/10.1002/er.6391
https://doi.org/10.1002/er.6391
https://doi.org/10.1016/j.fuproc.2019.02.027
https://doi.org/10.1016/j.jechem.2017.02.002
https://doi.org/10.1016/j.apcata.2017.06.028
https://doi.org/10.1016/j.catcom.2012.03.002
https://doi.org/10.1007/s10934-020-00920-1
https://doi.org/10.1007/s10934-020-00920-1
https://doi.org/10.1016/j.fuproc.2018.06.012
https://doi.org/10.1021/acs.energyfuels.7b01113
https://doi.org/10.1016/j.fuel.2018.04.084
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://www.frontiersin.org/journals/chemistry
www.frontiersin.org
https://www.frontiersin.org/journals/chemistry#articles

	Synthesis of Nickel In Situ Modified SAPO-11 Molecular Sieves and Hydroisomerization Performance of Their NiWS Supported Ca ...
	Introduction
	Experimental
	Materials
	Synthesis of In Situ Ni-Modified SAPO-11 Molecular Sieves
	Preparation of NiW-Supported Catalysts
	Characterization
	Catalytic Performance Assessment

	Results and Discussion
	Crystalline Phase
	Morphology
	Textural Properties
	Acidity Properties
	Active Phase Characterization
	Catalytic Performance

	Conclusion
	Data Availability Statement
	Author Contributions
	Funding
	References


