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Abstract: The worldwide increase in demand for environmentally friendly energy has led to the
intensification of work on the synthesis of Hy-containing fuel. The dry reforming of methane has
become one of the most important avenues of research since the consumption of two greenhouse
gases reduces the rate of global warming. A study of NiAl composite materials as catalysts for
methane reforming has been carried out. Self-propagating high-temperature synthesis (SHS) has been
used to produce NiAl catalysts. Comparative studies were carried out regarding the dry reforming
and partial oxidation of methane, as well as catalysts prepared using the impregnation (IM) and SHS
methods. A catalyst with 29% Ni and 51% Al after SHS contains the phases of NiAl and NiAl,Oy,
which are active phases in the dry reforming of methane. The optimal crystal lattice parameter (for
the maximum possible conversion of CO, and CHy) is 3.48-3.485 A for AL, O3, which plays the role
of a catalyst carrier, and 1.42 A, for NiAl,Oy, which plays the role of a catalyst. The aim of the work
is to develop a new and efficient catalyst for the dry reforming of methane into a synthesis gas,
which will further promote the organization of a new era of environmentally friendly energy-saving
production methods.
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1. Introduction

Population increase and economic growth have led to an increase in energy consump-
tion [1]. Currently, all fossil fuels (natural gas, oil, and coal) are used to produce 70-80% of
all generated energy [2]. Energy consumption results in significant carbon dioxide emis-
sions, leading to environmental problems such as global warming and climate change [3,4].
The study of alternative and environmentally friendly systems has become the subject
of public policy, including in the field of scientific research [5]. The problem of global
warming is a serious challenge for the world. All leading countries have set themselves
the goal of reducing their CO; emissions by 2030-2050. The conversion of methane, the
main component of natural gas and biogas, into higher-value-added products is especially
important [6-8]. Natural gas is a promising alternative to oil due to its huge reserves
(198.8 trillion cubic meters) and the rapid development of technology [9,10]. The produc-
tion of synthesis gas, which is the main base product in the chemical and petrochemical
industries, is an important step in the conversion of natural gas. Methane is the simplest
organic substance. The amount of CO, emitted by methane per unit of energy is lower
than that of other hydrocarbon fuels. Therefore, it is a cleaner energy source that can
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be used to replace fossil fuels and may also be one of the cheapest options for hydrogen
production [11,12].

It is known that the dry reforming of methane (DRM) is one of the most promising
technologies for the production of hydrogen-containing fuel compositions. Moreover, two
greenhouse gases are utilized at once—methane and carbon dioxide, which contributes
toward solving the problem of preserving the environment [13].

DRM has not yet been introduced into the industry, since this process has not yet been
studied in enough depth. It is necessary to create more stable and selective catalysts for
implementation [14]. Coke formation due to Boudouard, cracking, and reduction reactions
is the main problem regarding the DRM [15]. Methane cracking is the main cause of carbon
formation on nickel catalysts at high temperatures [16,17]. In this case, methane cracking is
an endothermic reaction and proceeds at high temperatures, while the Boudouard reaction
occurs at low temperatures. Therefore, it is recommended to use a nickel-based catalyst
with supports having strong Lewis basicity [18].

The most commonly used catalyst preparation methods are coprecipitation [19], im-
pregnation [20], sol-gel synthesis [21], and self-propagating high-temperature synthesis
(SHS), including support on honeycomb block catalysts [22,23]. The method of preparation
of these catalysts affects the dispersity, reducibility, and interaction between the active
phases and support material, and also affects their catalytic characteristics [24].

SHS is an attractive method for the synthesis of advanced materials. This technique
was discovered by scientists under the guidance of A.G. Merzhanov [25]. Combustion syn-
thesis offers many advantages due to its short processing time, lower energy consumption
and lower cost, and simple synthesis from cheap materials, which provides a more efficient
way to produce refractory and hard materials [26,27]. The Indian scientists J.J. Kingsley and
K.C. Patil proposed a new solution combustion synthesis (SCS) method [28], which can be
used to obtain composite, porous ceramic materials and nanopowders [29]. They are widely
used in gas sensors [30-33], as catalysts [34,35], and in electronics [36]. Products obtained
by the SHS method are characterized by high purity and the ability to crystallize with
clusters of nanosized material. Composition, uniformity, morphology, and stoichiometry
can be precisely predetermined to obtain desired products that are highly crystalline and
pure. SHS makes it possible to obtain not only nanomaterials and nanopowders but also
structured catalysts, which have a thin film of catalytic material. This material can be
applied easily to any ceramic or metal surface.

The relevance of DRM will only grow over time, due to the global trend of reducing
greenhouse gas emissions. Supported nickel catalysts exhibit the highest activity in DRM.
However, they have a significant drawback—the loss of process activity, due to coke
formation. Various techniques are used to fight against this phenomenon.

Magnesium and aluminum oxides have proven in research to be suitable carriers. They
are resistant to high temperatures and increase the stability of the catalyst by enhancing the
nickel—carrier interaction and by forming a NiO-MgO solid solution and NiAl,O4/v-Al,O4
spinel phases [37,38].

A study of the methane-reforming process was carried out using a Ni/Al,O3 cata-
lyst [39]. It was found that methane conversion decreased with increasing pressure. The
decrease was no more than 1-2%. Gonzalez et al. [40] used Ni-Mg—-Al hydrotalcites synthe-
sized by the sol-gel method, with various Ni contents. These catalysts showed high activity
and stability (CHy conversion was 98% for 8 h at 800 °C). Coke deposits were minimal on
the catalyst containing 19 wt. % Ni.

The 5% Ni/Al,O3 catalyst was synthesized by SCS [41]. DRM was carried out in a
flow quartz reactor at 500-900 °C. The initial CH4:CO;:Ar = 1:1:1 mixture was fed into
the reactor at a space velocity of 60,000 h~!. The nanocatalyst was selective with respect
to CO and H;. It showed fairly high stability, which persisted for 50 h. In contrast,
the traditional Ni catalyst was subject to continuous deactivation. The high activity and
selectivity of the nanocatalyst can be explained by the smaller particle size, better dispersion,
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the stronger effects of interaction with the support, and the presence of reducible NiAl,O4
nanocrystallites.

It has been found that NiAl,O, forming as a result of a chemical reaction is more
coke-resistant than when it forms as a result of deposition [42,43]. The Ni/MgO catalyst
is preferred over Ni/Al,Os, due to the low amount of carbon generated as a result of the
formation of a NiMgO solid solution. In this case, the Boudouard reaction is inhibited [44].
CeO; stabilizes tetragonal ZrO, and accelerates the water—gas shift reverse reaction in the
Ni/ZrOy—CeO; catalyst, which helps to reduce carbon deposition [45].

Thus, nickel catalysts are suitable for eliminating the use of noble metals and can be
used for both carbon dioxide reforming and methane partial oxidation [46]. They usually
strike a good balance between performance and cost. Therefore, much attention is paid to
the development of new improved catalytic systems with a relatively low cost.

The aim of the work is to develop a new efficient catalyst for the dry reforming of
methane into synthesis gas, which will further promote the organization of a new and
environmentally friendly energy-saving production method.

2. Results and Discussion
2.1. Characterization of Catalysts

The results of our study of catalysts based on a NiO-Al-x-Al,O3 system prepared
by self-propagating high-temperature synthesis are presented. After combustion, the
resulting catalysts were studied by X-ray diffraction (XRD) to establish the formation
and identification of phases. The scanning electron microscopy (SEM) method with EDS
analysis and Brunauer—-Emmett-Teller (BET) analysis were carried out to determine the
composition and specific surface area.

At the point of NiO-Al-x-Al,O3 combustion in the SHS regime, there are the following
processes taking place:

Al + Ni — NjAl 1)

2Ni + Oy — 2NiO @)

2Al1 + 3NiO — 3Ni + AL, O 3)
4Al + 30, — 2AL 05 (4)
ALOj; + NiO — NiAlL Oy (5)

2.1.1. XRD Analysis

The combustion rate was measured during SHS experiments (Table 1). Table 1 also
shows the data on X-ray diffraction and specific surface SHS catalysts.

The specific surface areas of catalysts were very low and ranged from 0.3 to 2.1 m?/g
(Table 1). High-temperature combustion, reaching 1500 °C, is the reason for the small
surface areas. As shown in earlier works, SHS catalysts have a high specific activity, which
even allows them to compete with platinum-group catalysts with a large surface area. The
optimal conditions for the SHS process for each initial composition were determined. SHS
will demonstrate an explosive mode if the composition is close to stoichiometric conditions.
SHS will not occur if the exothermic effect of the reaction is low. Stable results can only be
obtained when the exothermic effect of the reaction is high but not explosive, and when the
sample retains its dimensions after combustion (without melting). AlO3; was added to the
Al-NiO system as ballast or a carrier to create such conditions.

Figures 1-3 show that NiO-Al-Al,O; catalysts with different ratios of elements have
a fairly similar qualitative composition, but they have different phase ratios (Figure 4).
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Table 1. The initial batch and catalysts” composition, preheating temperature, combustion rate (V),
and surface area (S).

The Initial Batch Composition T(QO) V (mm/s) Catalysts Composition S (m?/g)
24.1% NiO—55.9% Al—20.0% Al,O3 900 8.75 Al, x-Al,O3, NiAl, Ni, NiO, NiAl,O4 0.3
25.8% NiO—54.2% Al—20.0% Al,O3 900 9.07 Al, a-Al,O3, NiAl, Ni, NiO, NiAl,O4 0.3
27.5% NiO—52.5% Al—20.0% Al,O3 900 9.12 Al, x-Al,O3, NiAl Ni, NiO, NiAl,O4 0.32
29.2% NiO—50.8% Al—20.0% Al,O3 900 9.25 Al, a-Al,O3, NiAl, Ni, NiO, NiAl,O4 0.35
31.0% NiO—49.0% Al—20.0% Al,O3 850 9.42 Al, a-Al,O3, NiAl, Ni, NiO, NiAl,O4 0.4
34.4% NiO—45.6% Al—20.0% Al,O3 800 9.83 Al, x-Al,O3, NiAl Ni, NiO, NiAl,O4 0.48
31.0% NiO—19.0% Al—50.0% Al,O3 900 9.15 Al, x-Al,O3, NiAl, Ni, NiO, NiAl,O4 0.8
28.0% NiO—42.0% Al—30.0% Al,O3 800 9.17 Al, a-Al,O3, NiAl, Ni, NiO, NiAl,O4 0.5
39.0% NiO—10.0% Al—30.0% Al,O3 850 7.42 MgAl,O4, NiAl,Oy, NiAl, MgNiO,, 1.7

7.0% Mg—14.0% MgO, NiO, MgO, Ni
87.0% NiO—12.6% Al—0.4% H3BO3 650 8.17 Al,O3, Ni, NiO, Al, AIBO3, NiAl,O4 21
10.0% NiO—28.0% Al—40.0% Al,O3 900 12.48 Al, Al,O3, MoO, MoO,, AlsMo, 1.4
22.0% MoOj3 NiAl,Oy4
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Figure 1. XRD analysis of the NiO-Al-Al,O3 catalysts with different contents of elements: (a) 29.2%
NiO—50.8% Al—20.0% Al,Os3, (b) 31.0% NiO—49.0% Al—20.0% Al,Os, (c) 34.4% NiO—45.6% Al—20.0%
A1203. Note: 1—A1, 2—OC-A1203 , 3—NiA1, 4—Ni, 5—NiO, 6—NiA1204.

Figure 3 shows the X-ray diffraction spectrums for NiO-Al-Al,O3; with A catalysts
(where A—H3BO3, MgOz, MOOg).

Figures 4 and 5 show the detected phases and the relationships between them, which were
determined from the relative intensity of the X-ray diffraction peaks. The maximum formation
of NiAl and NiAl, O, phases was observed at a content of 52-53% Al and 26-27% NiO.



Catalysts 2022, 12,1270

50f17

520 25 30 35 40 4
(b)

Intensity (a.u.)
[ 5]

O N Y I N SO T I A A A |

5 20 25 30 35 40

@ 1

[P

[ BT IR BT U B

wh

20 25

30 35 40 45 50 55 60 65

2 Theta (degree)

80

70 75 80 85 90 95 100

Figure 2. XRD analysis of the NiO-Al-Al,O3 catalysts with different content of elements: (a)
24.1% NiO—55.9% Al—20.0% Al,O3, (b) 25.8% NiO, 54.2% Al—20.0% Al,O3, (c) 27.5% NiO—52.5%
Al—20.0% Al,Os3. Note: 1—Al, 2—ax-Al,O3, 3—NiAl, 4—Ni, 5—NiO, 6—NiAl,Oy.
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Figure 3. XRD analysis of the NiO-Al-Al,O3 with the addition of H3BO3, MgO,, MoOj3 and different
contents of elements: (a) 10.0% NiO—28.0% Al—40.0% Al,03—22.0% MoOs, (b) 39.0% NiO—10.0%
Al—30.0% Al,O3—7.0% Mg—14.0% MgO, (c) 87.0% NiO—12.6% Al—0.4% H3BOs, (d) 31.0%
NiO—19.0% Al—50.0% Al,O3, (e) 28.0% NiO—42.0% Al—30.0% Al,Os.
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Figure 4. The influence of the NiO content in NiO-Al-Al,O; catalysts on the phase ratio: (a) 1I—NiAl/Al,
2—NiAl/NiO; (b) 1—NiAlO4 / Al, 2—NiAl, O, /NiO.
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Figure 5. The influence of the Al content in NiO-Al-Al,Oj catalysts on the phase ratio: (a) 1—NiAl/Al,
2—NiAl/NiO; (b) 1—NiAl,O4/ Al, 2—NiAl,O4 /NiO.

Thus, varying the contents of elements in the composition of catalysts leads to a change
in the phase ratio of the products formed by the SHS reaction (Figures 4 and 5).
The dependence of the combustion rate on the initial catalyst composition is shown in

Figure 6.
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Figure 6. Effect of the catalyst composition on the combustion rate during SHS: (a) NiO, (b) Al

Increasing the concentration of NiO and decreasing the concentration of Al in the
composition of catalysts leads to an increase in the combustion rate (Figure 6). Apparently,
this effect can be explained by approaching the stoichiometric composition, which results
in a large heat release. This increases the rate of the reaction.

Interestingly, the maximum yield of products (Figures 4 and 5) is not observed at the
highest temperatures (Figure 6) due to the fact that at higher temperatures, the metal is
rapidly oxidized, and, accordingly, the yield of intermetallic compounds decreases. High
temperatures (when the initial charge contains more than 27% nickel oxide and less than
55% aluminum) affect the stabilization of the crystal lattice, as can be seen in Figure 7.
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Figure 7. Influence of the catalyst composition on the crystal lattice parameters of the SHS catalysi:
(a) 1—AlL, 03, 2—Al; (b) 1—NiAlyOy4, 2—NiAl (¢) 1—Ni, 2—NiO; (d) 1—Al, 2—AlL,03; (e) 1—NiAl,
2—NiAl,Oy; (f) 1—Ni, 2—NiO. The arrow points to the coordinate axis.

Thus, it was found that changing the parameters of the crystal lattice will affect the
catalytic activity.

2.1.2. Investigation of the Structure and Composition of SHS Catalysts Using a Scanning
Electron Microscope with Chemical Analysis

The phase composition and structures of SHS catalysts (NiO content of 24.1 and
34.4 wt % in the initial catalyst mixture) were studied using a scanning electron microscope.
It was established by chemical analysis that the phase composition (Al, x-Al,O3, NiAl,
Ni, NiO, NiAl,Oy) corresponds to the XRD data. The results of the analysis of catalyst
composition (24.1% NiO—55.9% Al—20% Al,O3) are shown in Figure 8. Chemical analysis
(see Figure 9) was carried out for the area indicated in the image (EDS 1) or at the point
(EDS 2) (see Figure 8).

Figure 8. SEM images of the 24.1% NiO—55.9% Al—20.0% Al,O; catalyst after 900 °C treatment: (a) sample
with area indicated in the image (EDS 1) at 1 pm scale; (b) sample with point (EDS 2) at 200 um scale.
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Figure 9. Chemical analysis of the 24.1% NiO—55.9% Al—20% Al,Oj catalyst: (a) for the area (EDS 1);
(b) for the point (EDS 2).

The contents of nickel, aluminum, and oxygen vary in different areas of the catalyst
(Figure 9). A sufficiently high content of nickel, aluminum, and oxygen corresponds to
the spinel phase. The NiAl phase was determined to be at a high content of nickel and
aluminum and with an almost complete absence of oxygen. SEM images of the 34.4%
NiO—45.6% Al—20% Al,Os catalyst are shown in Figure 10.

Figure 10. SEM images of the 34.4% NiO—45.6% Al—20% Al,Os catalyst after 900 °C treatment:
(a) sample at 1 um scale; (b) sample at 200 pum scale.

Chemical analysis (Figure 11) was carried out in the area indicated in Figure 10.

Al

Ni

0.80 1.60 240 320 4.00 4.80 5.60 640 7.20
Energy (keV)

Figure 11. Chemical analysis of the 34.4% NiO—45.6% Al—20% Al,Oj3 catalyst.

Thus, NiO-Al-x-Al;O3 catalysts with various element ratios were synthesized, their
combustion characteristics, composition, and structure of the resulting catalysts, and their
specific surface were studied.
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2.2. Catalytic Results
2.2.1. Dry Reforming of Methane
A series of synthesized SHS catalysts was studied in the dry reforming of methane at

750-900 °C. Figure 12 shows the results of methane and CO, conversion, product yields,
and Hj/CO ratios for the studied NiO-Al-x-Al,O3 catalysts.
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Figure 12. Dry reforming of methane on NiO-Al-Al,O3 catalysts with different ratios of elements:
1—24.1% NiO—55.9% Al—20% Al,O5 (=), 2—25.8% NiO—54.2% Al + 20% AlLO3 (=), 3—27.5%
NiO—52.5% Al—20% Al,O3 (=), 4—29.2% NiO—50.8% Al—20% Al,O3 (=), 5—31% NiO—49%
Al—20% Al,O3 (=), 6—34.4% NiO—45.6% Al—20% Al,O3 (==); (a) CH4 conversion, (b) CO, conver-
sion, (c¢) Hp /CO ratio, (d) Hj yield, (e) CO yield; GHSV—860 h—1.

In summary, 93% CHj conversion, 99% CO, conversion, 92% H; yield, and 99% CO
yield are the best results achieved for SHS catalysts based on NiO-Al-Al,O3 (Figure 12).
The H,/CO ratio varies in the range of 0.7-1.35. The increase in the H,/CO ratio with
an increase in the reaction temperature is most likely due to the intensification of the
dehydrogenation reaction.

Figure 13 shows the results of the dry reforming of methane on SHS catalysts, based on
NiO-Al-Al,03-Mo0O3;, AlI-NiO-H3BO3, and Al-Mg-NiO-Al,O3-MgO, (for comparison, a
catalyst based on NiO-Al-Al;Oj is also shown).
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Figure 13. Dry reforming of methane on NiO-Al-Al,Oj3 catalysts with different ratios of elements:
1—31% NiO—19% Al—50% Al,O3 (=), 2—28% NiO—42% Al—30% Al,O3 (=), 3—39% NiO—10%
Al—30% AlyO3—7% Mg—14% MgO, (—), 4—7% NiO—12.6% Al—0.4% H3BO; (=), 5—10%
NiO—28% Al—40% Al,O3—22% MoOj3 (=); (a)—CHj, conversion, (b)—CO, conversion, (¢)—H,/CO
ratio, (d)—Hj yield, (e)—CO yield, GHSV—860 h~!.

Figure 13 shows the best results for catalysts based on NiO-Al-Al,O3-M (M—Mo0Os,
H3BO3, MgO,): CHy conversion—_80%, CO; conversion—2%, product yield—80% Hj and
90% CO. The H; /CO ratio in the reaction products ranges from 0.78 to 1.15. Increasing the
reaction temperature usually results in an increase in the H, /CO ratio due to the additional
dehydrogenation reaction. Thus, additions to the NiO-Al-Al,Oj3 catalyst did not lead to
positive results.

Figure 14 shows the dependence of methane and carbon dioxide conversion and the
H, /CO ratio on the concentrations of aluminum and nickel oxide in the initial charge.

Figure 14 shows the effect of aluminum concentration in the catalyst composition on
CH4 and CO, conversion, as well as on the H, /CO ratio. It can be seen that 51% aluminum
content in the initial batch is optimal for obtaining the maximum hydrogen yield, while
51-56% aluminum in the catalyst composition is necessary to obtain high CO yields.

The content of nickel oxide in the composition of the catalyst plays an important role in
relation to the conversion of CHy and CO,, as well as to the H, /CO ratio, since the content

of nickel spinel, the active component of the catalyst, depends on the concentrations of
nickel oxide.
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Figure 14. Effect of the content of Al and Ni in the composition of the catalyst on the conversion
of CHy and CO», as well as the H, /CO ratio: (a) Al, (b) Ni. Note: 1—CH, conversion, 2—CO,
conversion, 3—H, /CO ratio. T =900 °C.

The use of 24-30% nickel oxide in the catalyst mixture leads to the high conversion of
carbon dioxide. It is possible to achieve maximum CHy conversion at 29% NiO content in
the catalyst. A clear effect of the contents of aluminum and NiO in the composition of the
initial batch on the H, /CO ratio was not found.

Taking into account the results presented in Figures 4 and 5 on the effect of the contents
of NiO and Al on the phase state, as well as the data regarding dry methane reforming, it
was possible to establish that the maximum amount of NiAl,O4 and NiAl was found in the
catalyst with 51% aluminum and 29% nickel oxide.

Figure 15 shows the dependence of CH4 and CO, conversion, as well as the H, /CO
ratio, on structural deformation and catalyst composition.
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Figure 15. Effect of structural deformation and the composition of catalysts on CHy and CO,
conversion and on the Hy /CO ratio: (a) Al;,O3: 1—24.1% NiO, II—25.8% NiO, I1I—29.2% NiO,
IV—34.4% NiO; (b) NiAl,O4: I—24.1% NiO, [I—27.5% NiO, I11—29.2% NiO, IV—34.4% NiO. Note:
1—CHy conversion, %, 2—CQO, conversion, %, 3—H, /CO ratio. T =900 °C.

These data indicate a clear dependence of the catalyst activity on structural deforma-
tion. They also show that 3.48-3.485 A for alumina and 1.42 A for NiAl,Oy are the optimal
lattice parameters for the maximum conversion of carbon dioxide and methane.

The weight of the catalysts did not change after catalytic studies, which indicates
the absence of coke formation. The stability of the catalysts has been investigated over
70 h, the results of which are shown in Figure 16. The conversion of both CHy and CO,

fluctuated slightly during the entire study period. Further and more in-depth studies on
coke formation are currently being carried out.
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Figure 16. Influence of the duration of the experiment on the stability of the catalyst. Note: 1—CO,
conversion, %, 2—CH, conversion.

Carbon can be formed by the methane dissociation reaction (6) and the Boudouard
reaction (7) during methane reforming:

CH; — C +2H, (6)

2CO — C + CO, @)

These reactions will take place to a greater or lesser extent in any case. Removal of
carbon deposits can be carried out as a result of the gasification reaction (8) and the reverse
Boudouard reaction (9):

C+H,O— H; +CO ®)

CO, + C — 2CO )

According to the data [47-49] and the results obtained by the authors in further studies,
it can be assumed that the uniqueness of the configuration, the size of the crystal lattice,
and high dispersion improve the characteristics of the catalysts. Moreover, the SHS method
should be especially noted, as a result of which highly dispersed samples are obtained.
In addition, the small size of Ni crystallites (< 10 nm), dispersion and higher basicity
increase not only the activity but also the stability of the catalysts. Deeper studies of the
influence of both the above and a number of other factors make it possible to find suitable
conditions for the implementation of process with the lowest possible carbon deposition on
catalyst surface.

The SHS catalysts were compared with samples of the same composition, prepared
using the impregnation method. Catalysts of the following compositions: 24.1% NiO—55%
Al—20% Al,O3, 25.7% NiO—54.2% Al—20% Al,O3, 27.5% NiO—52.5% Al—20% Al,O3,
29.2% NiO—50.8% Al—20% Al,O3 were prepared by the impregnation method. The dry
reforming of methane was carried out in the reaction mixture of CH;:CO,:Ar = 1:1:1 at
a space velocity GHSV of 860 h~!. Figure 17 presents the results of the study. Methane
and CO conversion values are close for the SHS catalysts and for samples prepared by the
impregnation method. The H yield is higher for SHS catalysts and is at 80%, compared
to 48-51% for the supported catalysts. The yield of CO reached 40-42% on the supported
catalysts and about 90% on the SHS samples. Thus, new composite materials prepared by
the SHS method have a significant advantage. The resulting mixture of hydrogen and CO
is pure and does not require additional purification.
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Figure 17. The dry reforming of methane on NiO-Al-Al,Oj catalysts prepared by the impregnation

method. (a) CHy conversion, (b) CO, conversion, (¢) Hy/CO ratio, (d) H; yield, (e) CO yield,

GHSV—860 h~!. Note: 1—24.1% NiO—55.9% Al—20% Al,O3, 2—25.8% NiO—54.2% Al—20%

Al O3, 3—27.5% NiO—52.5% Al—20% Al,O3, 4—29.2% NiO—50.8% Al—20% Al;Os.

2.2.2. Partial Oxidation of Methane

The partial oxidation of methane was carried out in a reaction mixture of the following
composition: 34% CHy—17% O,—50% A, at a space velocity of 2500 h~!. For these tests,
NiO-Al-x-Al,Os catalysts prepared using the SHS method and the traditional impregnation
method were used (Table 2).

Table 2. Oxidative conversion of CHy on the NiO-Al-x-Al,Oj3 catalysts prepared using the SHS and
impregnation methods.

CH,4 Conversion (%) H, Yield (%) CO Yield (%) H,/CO
The Initial Batch Composition
SHS IM SHS M SHS IM SHS M
24.1% NiO—55.9% Al—20% Al,O3 90 78.8 61.5 54.9 21 219 2.9 2.5
25.8% NiO—54.2% Al—20% Al,O3 84.2 66.9 62 57.2 26.4 224 2.3 2.6
27.5% NiO—52.5% Al—20% Al,O3 96 69.4 67 53.9 27.1 24.2 2.5 2.2
29.2% NiO—50.8% Al—20% Al,O3 81.7 73.7 52 55.7 259 22.8 2 2.4

A higher conversion rate was observed with SHS catalysts in the partial oxidation
of methane (81.7-96.0%), compared to the impregnation catalysts (66.9-78.8%). The same
dependence is presented: for hydrogen yields—SHS catalysts (52.0-67.0%) and supported
samples (53.9-57.2%); for CO yields—SHS catalysts (21.0-27.1%) and supported samples
(21.9-24.2%). The H,/CO ratio varied between 2.0 and 2.9. The most suitable ratio for
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further syntheses, H, /CO = 2, was obtained for the SHS catalysts (29.2% NiO—50.8%
Al—20% Al,O3).

3. Materials and Methods
3.1. Catalysts Preparation and Characterization

SHS catalysts from the initial charge of NiO-Al-x-Al,O3 were prepared from alu-
minum, aluminum oxide, and nickel oxide at a preheating temperature of 650-900 °C.
Uniaxial pressing under a pressure of about 10 MPa was used to prepare cylindrical spec-
imens that were 10 mm in diameter and 20 mm long. The initial reaction mixture was
preliminarily heated in a muffle furnace at a temperature of 700-900 °C for 3-5 min before
initiating the SHS reaction.

Catalysts of the same composition were prepared by the impregnation method. o-
AlyOj3, with a granule size of 100-200 pm and a surface area of 57.7 m? /g, was impregnated
with an aqueous solution of nickel nitrate, heated in air at 250 °C for 5 h and at 600 °C for
2 h, then calcined at 900 °C for 1 h. Metal nitrate salts (purity 98-99%) were purchased
from Sigma-Aldrich (Darmstadt, Germany), and high-purity alumina from the Angarsk
Chemical Reagents Plant (Angarsk, Russia).

The synthesized catalysts were characterized by XRD, SEM, and EDS methods, as
described in [46]. The BET method was used to determine the surface area of the cata-
lysts [46].

Source gases and reaction products were analyzed on two chromatographs for ac-
curacy control: first, on a gas chromatograph with a 10-m-long steel column filled with
Highset-d polymer at 40 °C, using He as a carrier gas and a flame ionization detector.
Second, an Agilent 6890N gas chromatograph (Agilent Technologies, Singapore Pte. Ltd.,
Singapore) with software equipped with a flame ionization detector and a thermal con-
ductivity detector was used for the on-line analysis of the starting materials and reaction
products. The feed gas mixture and the reaction products were analyzed with a cop-
per capillary column HP-PLOT Q of 30 m long and 0.53 mm in diameter, filled with
polystyrene-divinylbenzene.

3.2. Catalytic Reaction

The catalytic activity of the prepared catalysts was determined in the process of the
dry reforming of methane. For this purpose, coarsely ground samples with an average
granule size of 3 mm were used, which is determined by the needs of production. The
tests were carried out in a flow-through quartz reactor with a fixed catalyst bed at a ratio of
reaction components of CO,:CHy:Ar = 1:1:1, at atmospheric pressure, for the dry reforming
of methane. Then, a 34% CHy—17% O;—50% Ar reaction mixture was used for the partial
oxidation of methane at 900 °C and at a space velocity of 2500 h~!. The catalyst was placed
in the central part of the reactor and quartz wool was placed above and below the catalyst
bed. The reaction was carried out at 700-900 °C and at a space velocity of 860 h~! and
3300 h~! for the dry reforming of methane.

4. Conclusions

For this study, AI-NiO-Al,Oj3 catalysts were prepared using both SHS and impregna-
tion methods for research into the processes of the dry reforming of methane and partial
oxidation of methane, and studies of their properties and activity in the above reactions
were carried out. As a result of these studies of AI-NiO-Al,Oj3 catalysts, using a complex of
XRD, SEM, and BET methods, data were obtained for understanding the catalytic activity
of catalysts in the processes of the oxidative conversion of methane into synthesis gas. The
reasons for the optimal activity of the catalyst have been established.

Increasing the concentration of NiO and decreasing the concentration of Al in the
composition of catalysts leads to an increase in the combustion rate. Apparently, this effect
can be explained by approaching the stoichiometric composition, which results in a large
heat release. High temperatures (when the initial charge contains more than 27% of nickel
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oxide and less than 55% of aluminum) affect the stability of the crystal lattice. Changing
the parameters of the crystal lattice will affect the catalytic activity. It can be seen from
the findings that 93% CHy4 conversion, 99% CO; conversion, 92% H, yield, and 99% CO
yield are the best results for SHS catalysts based on NiO-Al-Al,O3. The H,/CO ratio
varies in the range of 0.7-1.35. The maximum amount of NiAl,O4 and NiAl was found
in the catalyst with 51% aluminum and 29% nickel oxide. We have also ascertained that
3.48-3.485 A for alumina and 1.42 A for NiAl,Oy are the optimal lattice parameters for the
maximum conversion of carbon dioxide and methane.
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