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Abstract: To reduce solid waste production and enable the synergistic conversion of solid
waste into high-value-added products, we introduce a novel, sustainable, and ecofriendly
method. We fabricate nanofiber and nanosheet silicon carbides (SiC) through a carboth-
ermal reduction process. Here, the calcined coal gangue, converted from coal gangue,
serves as the silicon source. The carbon sources are the carbonized waste tire residue
from waste tires and the pre-treated kerosene co-refining residue. The difference in carbon
source results in the alteration of the morphology of the SiC obtained. By optimizing
the reaction temperature, time, and mass ratio, the purity of the as-made SiC products
with nanofiber-like and nanosheet-like shapes can reach 98%. Based on the influence of
synthetic conditions and the results calculated from the change in the Gibbs free energy
of the reactions, two mechanisms for SiC formation are proposed, namely the reaction of
intermediate SiO with CO to form SiC-nuclei-driven nanofibrous SiC and the SiO-deposited
carbon surface to fabricate nuclei-induced polymorphic SiC (dominant nanosheets). This
work provides a constructive strategy for preparing nanostructured SiC, thereby achieving
“turning trash into treasure” and broadening the sustainable utilization and development
of solid wastes.

Keywords: re-utilization of waste resources; turning trash into treasure; nanostructured
silicon carbide; morphological control; carbothermal reduction reaction

1. Introduction

The consecutive expansion of the global economy is contributing significantly to the
ongoing demand for energy worldwide [1]. Public data indicate that China’s raw coal
production, as the world’s largest producer and consumer of coal, reached 4.56 billion tons
in 2023, maintaining its position as the top producer globally [2]. In 2024, China’s coal
production increased to 4.71 billion tons, accounting for approximately 53.8% of the global
total. Although coal consumption in China surpassed 50% of the global total [3,4], it still
continuously grows at a steady rate every year. Therefore, coal will remain one of the most
important energy sources in China in the future. Global coal mining has a significant impact
on the ecological environment, particularly the generation of industrial solid waste known
as coal gangue. These wastes account for approximately 10-20% of current worldwide coal
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production, with a global accumulation of more than 10 billion tons. In China alone, more
than 7 billion tons of coal gangue are produced each year, but the utilization rate is only
25-30%. The resulting large amounts of coal gangue are piled on the ground, encroaching
on the land and bringing serious environmental risks. The excessive accumulation of coal
gangue readily causes spontaneous combustion [5-8], resulting in the emission of toxic
gases such as SO, NOx, CO, CO,, H;S, and P»0s [9,10]. These emissions not only cause
serious air pollution but may also trigger natural disasters such as acid rain and mudslides.
Furthermore, the weathering of coal gangue under the action of rainfall will also release
heavy metals into the environment. This leaching process contaminates the soil, causing a
decline in soil nutrients and quality and disrupting soil balance. Some pollutants flow into
rivers and groundwater, further damaging water sources, posing a serious threat to the
ecological balance, and endangering human life and property [11-13].

Although coal gangue has the characteristics of solid waste, it also contains certain
resources. Coal gangue is primarily composed of SiO;, Al;O3, a small amount of Fe; O3,
and trace amounts of heavy metals such as As, Hg, Pb, Zn, Cd, Cr, and Cu [14,15], in which
the SiO, content ranges from 30% to 65%, while the Al,O3 content is typically below 30%.
However, Al,O3 levels can reach up to 40% in some high-alumina gangue. In general,
the Fe,O3 content is relatively low at approximately 2-10%. Consequently, coal gangue
contains rich mineral resources that can be used as industrial raw materials to produce
various chemical products, including cement, coarse aggregates, bricks, ceramics, and
zeolites [16]. In traditional applications, most of the coal gangue is landfilled, used to
produce low-value-added chemical products, building materials, roadbeds, and foundation
materials, or burned for power generation [17]. These applications greatly waste the
minerals contained in gangue, resulting in a low resource utilization rate and the low-end
homogeneity of downstream products. In recent years, many researchers have focused
on exploring high-value applications of gangue, aiming to turn waste into treasure [18,19].
Gangue, which poses severe challenges to solid waste treatment, has become a research
hotspot in the field of environmental protection and resource reuse. In some developing
countries and regions, technical and financial limitations continue to hinder effective coal
gangue management, making it one of the most challenging issues in global solid waste
treatment [20].

Importantly, the high-value utilization of coal gangue is an inevitable requirement
for current green and sustainable development and is expected to play a vital role in
achieving a circular economy in the global coal industry [21]. The extraction of valu-
able elements from coal gangue is a crucial method of resource utilization [22,23]. For
example, Shao et al. applied a thermal activation HNO3z method to extract useful
components from coal gangue, and the leached residue obtained had a large specific
Brunauer—-Emmett-Teller (BET) surface area and could be used as an effective source of
silica [24]. Similarly, Kong et al. used hydrochloric acid to extract iron (Fe) and aluminum
(Al) from coal gangue, established a leaching kinetic model for Al and Fe ions, and ex-
plored the effects of experimental parameters on leaching outcomes [25]. Xie et al. applied
a hydrothermal acid leaching method using sulfuric acid to extract lithium from gangue,
achieving a lithium leaching rate of 84.42% under optimized reaction conditions. This
process positions coal-based lithium as a new type of lithium energy source [26]; however,
the lithium content in gangue is typically low and insufficient to meet the substantial
industrial market demand. Yang et al. successfully prepared iron oxide red with a purity of
99.16% through high-temperature activation and acid leaching of high-iron gangue [27],
which complies with national standards and can be utilized as a high-performance soft
magnetic ferrite material in electronic technology. Additionally, studies have shown that
Fe and Al ions extracted from coal gangue can be used to prepare flocculants and coagu-
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lants, such as polyaluminum chloride and polyaluminum ferric chloride [28,29], which are
used in wastewater treatment. Xiao et al. used hydrochloric acid as the leaching agent to
produce alumina with a purity of 98.70% by acid leaching and used the leached residue
and anthracite to obtain silicon carbide with a purity of 76.1% through carbon thermal
reduction [30]. This study used coal gangue as a siliceous chemical raw material to synthe-
size nano-silicon carbide from high-carbon waste such as waste tires and liquefied residues.
This investigation is rarely reported in the literature.

Silicon carbide (SiC), as an important semiconductor material, was discovered by
Acheson in 1892 and can be synthesized by the reaction of silicon dioxide and carbon.
Production on a large scale was achieved the following year. Industrially produced SiC is
primarily classified into two types, black SiC and green SiC, both of which are hexagonal
crystals. Silicon carbide can maintain excellent physical and chemical properties under
extreme conditions and has unique electronic properties such as a wide band gap and high
critical breakdown field strength [31,32]. Due to the advantages of corrosion resistance,
high mechanical strength, and high temperature and radiation resistance, SiC is widely
used in ultra-high-temperature refractories, functional ceramics, chemical catalyst carriers,
the electronics industry, semiconductors, and other fields [33-36]. Notably, the unique and
exceptional nanoscale properties of nano-5iC exhibit prominent advantages in nano-sized
electrical appliances, nanosensors, and other nano electronic devices. Additionally, nano-
5iC is a promising candidate for applications in aerospace, high-performance compliant
materials, nanofilms, and other high-tech research fields [37-39]. The methods reported so
far for fabricating SiC mainly include carbothermal reduction, polymer precursor pyrol-
ysis, chemical vapor deposition, gel methods, microwave heating, and discharge plasma
sintering [40-46]. Among them, the carbothermal reduction method is highly efficient and
low-cost and is currently the predominant industrial method for producing SiC, using
petroleum coke and high-purity quartz sand as raw materials.

Research is increasingly focused on the use of cheaper raw materials to produce
SiC. This strategy offers a viable solution for managing hazardous solid waste, promotes
resource recycling, and is of great significance to environmental protection and sustainable
development. In particular, large amounts of waste tires and kerosene co-refining residues
have become major solid waste issues due to their inability to degrade naturally. It is
estimated by 2023, the number of discarded waste tires may reach 5 billion, posing a threat
to the environment comparable to that of coal gangue [47-50]. Waste tires containing a
high carbon content can serve as a carbon source to produce carbon by pyrolysis and
sintering. Similarly, kerosene co-refining residues with carbon contents of up to 80% [51]
also have potential applications. High-carbon waste can become valuable carbon sources
in the synthesis of SiC [52].

This study is dedicated to pioneering a new sustainable and affordable method of
converting various wastes into valuable advanced materials such as nano-SiC. Advanced
nano-5iC materials with various morphologies were synthesized using coal gangue, waste
tires, and kerosene co-refining residue. The effects of feedstock, temperature, time, ingre-
dient ratio, and reaction mechanism on the preparation of nano-SiC were investigated in
depth. This study not only improves the utilization rate of solid wastes of coal gangue,
waste tires, and kerosene co-refining residue but also broadens the choice of raw material
sources for SiC production. Ultimately, this approach aims to mitigate the serious environ-
mental issues caused by solid wastes worldwide, thereby promoting ecological protection
and sustainable economic development.
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2. Results and Discussion
2.1. Characterization of Coal Gangue, Waste Tires, and Kerosene Co-Refining Residue

For initial and calcined acid-leached coal gangue, their industrial analysis and main
chemical composition are shown in Tables 1 and 2. As can be seen in Table 1, the results
of the proximate analysis show that the initial coal gangue used in this experiment con-
tains 2.49 wt% moisture (M,q), 82.14 wt% ash (A,q), 11.14 wt% volatile matter (V,q), and
4.23 wt% fixed carbon (FC,4), pointing to a high ash content and a low organic composition.
The initial coal gangue is mainly composed of 56.95% SiO5, 29.16% Al,0O3, 4.35% Fe; O3,
and a small amount of metal oxides such as K, Ca, Mg, Na, etc., implying high Si and Al
contents (Table 2). After high-temperature activation and acid treatment, the ash content
consisted of SiO, (95.53 wt%) and alumina (2.62 wt%), which increased from 82.14 wt%
to 94.9 wt%, indicating a high silica content. After hydrochloric acid leaching, alumina
and a trace amount of metal oxides are removed to obtain acid-leached activated gangue
residue with 95.53 wt% Si0O,, indicating a relatively high purity. The improvement of S5iO,
purity is attributed to the conversion of metal mineral salts into metal oxides during the
high-temperature calcination process, and the reaction of metal oxide with acid during acid
leaching. The high SiO, content in acid-leached activated gangue residue can be further
used as a silicon source for the preparation of SiC.

Table 1. Proximate analysis of the initial coal gangue and after calcination and acid leaching.

Samples M, q/Wt% A, q/wWt% V.a/wit% FC,q/wWt%
Initial 2.49 82.14 11.14 423
After 2.16 94.90 291 0.03

Table 2. Chemical composition of the initial coal gangue and after calcination and acid leaching.

SiOZ A1203 Fe203 Kzo CaO MgO NazO

Samples 1o, Iwt% Iwt% IwWt% Iwt% Iwt% Iwt%
Initial 56.95 29.16 435 2.32 2.04 1.89 127
After 95.53 2.62 0.13 0.40 0.031 0.039 0.16

To verify the crystalline composition of the initial coal gangue, as well as after calci-
nation and acid treatment, XRD spectra were measured. As shown in Figure 1, the XRD
spectra clearly indicate that the main component of the coal gangue, both before and
after acid leaching, is predominantly quartz (ICDD PDF No. 77-1060). The XRD pattern
before acid leaching shows the presence of some impurities in the coal gangue. After acid
leaching, the intensity of some impurity peaks weakened or disappeared. This is due
to the dissolution of certain mineral phases, such as carbonates and silicates, in the coal
gangue during the acid-leaching process, leading to the reduction or disappearance of the
diffraction peaks of these mineral phases, which is in good agreement with the proximate
analysis and chemical composition in Tables 1 and 2.

Figure 2a indicates the morphology of the initial coal gangue, where no uniformly
regular shapes are observed. Figure 2b exhibits the distributions of all elements in the
initial coal gangue, which is in accordance with those in Table 2. After calcination and
acid leaching, the calcined and acid-leached coal gangue still preserved its irregular shape
(Figure 2c) and its parent, but the elemental mapping shows that silicon is dominant
(Figure 2d), corroborating the substantial removal of Al and Fe metals and organic compo-
nents, and indirectly confirming the importance of the acid-leaching process. This is also in
good agreement with Table 2.
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Figure 1. XRD patterns of the initial coal gangue and after calcination and acid leaching.

Figure 2. SEM image and corresponding SEM-EDS elemental mapping of (a,b) the initial coal gangue
and (c,d) calcined acid-leached coal gangue residue.

Figure 2 presents the EDS spectra of coal gangue before and after acid leaching,
revealing a striking contrast between the two states. Prior to acid leaching, the coal gangue
contained a relatively high amount of impurities, primarily in the form of metal oxides.
This is evident from the EDS scan, which detected a variety of metallic elements in the raw
coal gangue. However, after acid leaching, the surface of the coal gangue was dominated
by silicon (Si), with only trace amounts of aluminum (Al) remaining. This observation
aligns with the chemical composition analysis, which showed that the primary components
of the raw coal gangue were SiO; (56.95%), Al;O3 (29.16%), Fe;O3 (4.35%), K20 (2.32%),
CaO (2.04%), MgO (1.89%), and NaO (1.27%). After acid leaching, the composition shifted
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significantly, with SiO, accounting for 95.53%, while the concentrations of other oxides
such as Al,O3 (2.62%), Fe;O3 (0.13%), K,0 (0.4%), CaO (0.031%), MgO (0.039%), and Na,O
(0.16%) were drastically reduced.

It is important to note that the acid leaching of coal gangue is not the primary focus
of our research. Instead, our goal is to utilize this method to remove the oxides present
in coal gangue, thereby ensuring the successful synthesis of silicon carbide (SiC). The
variations in the morphology of the synthesized SiC are hypothesized to result from the
use of different carbon sources, which may influence the formation process. We believe
that the synthesis of SiC involves simultaneous gas—gas and gas—solid reactions, and these
reactions may be influenced by the type of carbon material used. The formation of SiC
is an extremely complex and multi-step process, involving high temperatures, chemical
reactions, crystal growth, and phase transformations. Although extensive research has been
conducted on its surface properties and macroscopic morphology, a deep understanding of
the intermediate reaction pathways, microstructural evolution, and kinetic mechanisms
remains limited. Current studies are largely confined to surface-level observations, and
the intrinsic formation mechanisms have yet to be fully elucidated. As a result, precise
control and prediction of the SiC synthesis process remain significant challenges. Further
advancements in this field will require interdisciplinary collaboration and the application
of advanced characterization techniques and theoretical simulations to gradually unravel
the complexities of this process.

Similarly, for the carbonized waste tire residue and the pre-treated kerosene co-refining
residue, their compositions from the proximate analysis and elemental analysis are listed
in Tables 3 and 4, respectively. Interestingly, the carbon contents are very similar to each
other and both can be used as a carbon source for further utilization. In comparison,
the morphology of both the carbonized waste tire residue and the pre-treated kerosene
co-refining residue is completely different (Figure 3). As shown in Figure 3a, the car-
bonized waste tires are composed of a dense aggregation of nano-sized spherical particles,
while the pre-treated kerosene co-refining residue primarily consists of irregular bulky
lumps (Figure 3b).

Table 3. Proximate analysis and elemental analysis of the carbonized waste tires.

Sample

Carbonized
waste tires

Proximate analysis (wt%)

Mad Aad Vad FCad
0.705 18.69 1.765 78.84
Elemental analysis (wt%)
C H (@) N S
78.44 0.437 4.351 0.39 3.51

Table 4. Proximate analysis and elemental analysis of the pre-treated kerosene co-refining residue.

Sample

Pre-treated kerosene
co-refining residue

Proximate analysis (wt%)

Mad Aad Vad Fcad

0.36 16.41 47.36 35.87
Elemental analysis (wt%)

C H (@) N S

76.65 4.973 4.319 0.7 1.662
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Figure 3. SEM images of (a) the carbonized waste tires and (b) the pre-treated kerosene
co-refining residue.

As a carbon source for preparing SiC, the difference in morphology probably impacts
the shapes and properties of the final nanostructured SiC. The specific surface area and
pore structure properties of carbon materials are among the factors contributing to the
formation of different morphologies of silicon carbide. Figure 4 shows the N, adsorption
isotherms of two carbon material samples. According to the IUPAC classification, both
carbon materials exhibit type IV isotherms and H3-type hysteresis loops, indicating the
presence of mesoporous structures. As can be observed from Figure 4, the pore size
distribution of the carbonized waste tires is mainly in the range of 10-50 nm. In contrast,
the pre-treated kerosene co-refining residue has relatively smaller pore sizes, which are
predominantly around 10 nm. Table 5 reveals that the specific surface area of the carbonized
waste tires reaches 62.07 m? /g, with an average pore size of 27.75 nm. On the other hand,
the specific surface area of the pre-treated kerosene co-refining residue is relatively low
at only 11.52 m?/g, and the average pore size is 12.59 nm. A high specific surface area
implies that the carbonized waste tires possess a greater number of active sites. This is
conducive to the formation of more nucleation sites during high-temperature reactions,
potentially facilitating the uniform growth of nanofibers. Additionally, the large pore sizes
are beneficial for the diffusion of reactants and products. For example, they facilitate the
diffusion of silicon source gas reactants and the expulsion of products, thereby contributing
to the formation of a uniform nanofiber structure. Conversely, a small specific surface area
may restrict the diffusion of reactants and the expulsion of products. This can lead to non-
uniform reactions, affecting the formation of nanofibers. Instead, it favors the formation of
particulate or irregular block/flake-shaped silicon carbide with non-uniform morphologies
and rough surfaces.

Table 5. Microstructural parameters of the carbonized waste tires and pre-treated kerosene
co-refining residue.

Average Pore

Sample Spet (M?/g) Viotal (cm®/g) Size/(nm)
Carbonized waste tires 62.07 0.34 27.75
Pre-treated kerosene 11.52 0.043 12.59

co-refining residue
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Figure 4. N, adsorption isotherms and pore size distribution of the of carbonized waste tires (a) and
pre-treated kerosene co-refining residue (b).

2.2. Synthesis and Characterization of SiC

The calcined acid-leached gangue was thoroughly mixed with the carbonized waste
tires and the kerosene co-refining residue to form a “homogeneous” mixture, and then
thermally treated at 1600 °C for 4 h under Ar protection to yield the dark green products
SiC (1) and SiC (2), respectively. Their masses are 5.35 g and 4.94 g, respectively. The color
has likely been influenced by heteroatomic doping, such as N and Al in crystalline SiC.
Figure 5a shows the SiC (1) product prepared by the reaction of the calcined acid-leached
gangue with the carbonized waste tires, and Figure 5b indicates that SiC (2) stemmed from
the thermal reaction of the calcined acid-leached gangue with the pre-treated kerosene

co-refining residue.

Figure 5. (a) SiC (1) prepared by the reaction of the calcined acid-leached gangue with carbonized
waste tires. (b) SiC (2) derived from the reaction of the calcined acid-leached gangue with the
pre-treated kerosene co-refining residue.

The initial mass of the as-prepared SiC (1) was 5.35 g. Due to the high temperature
inside the furnace during the cooling process after sintering, the surface of the silicon
carbide was oxidized, resulting in the formation of a small amount of SiO,. Therefore,
the obtained powder was immersed in a beaker containing a 20% HCI aqueous solution
for 12 h to remove impurities. After drying at 70 °C for 12 h, it was transferred to a
polytetrafluoroethylene cup and treated with a 45% HF aqueous solution in a fume hood
for 12 h. Following filtration, the solid was dried at 70 °C for 12 h, yielding 4.94 g of silicon
carbide. Preliminary calculations indicated a silicon carbide content of 92.3%. The obtained
solid silicon carbide was subjected to the same acid-leaching and impurity removal steps
again, ultimately yielding 4.90 g of silicon carbide. The calculated purity of the silicon
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carbide was 99.19%. After undergoing the same treatment steps, SiC (2) achieved a purity
of 98.23%.

As can be seen in Figure 6a, SiC (1) and (2) show a similar XRD pattern, although they
stemmed from different carbon precursors. The diffraction peaks at 20 = 35.65°, 41.37°,
59.98°,71.73°, and 75.42° are indexed as the (111), (200), (220), (311), and (222) planes of the
cubic crystal system 3C-SiC (3-5iC), and the peaks at 20 = 43.3°, 57.46°, and 65.8°, belong
to the (103), (105), and (106) planes of the hexagonal crystal system 4H-5iC («-SiC). In
addition, the weak diffraction peaks assigned to SiO; are also observed at 260 = 26°,19.1°,
and 15.22°. The results confirm the co-existence of «, 3-SiC and a trace amount of SiO,
in SiC (1) and (2). To further elucidate the compositions, the Fourier-transform infrared
resonance (FI-IR) spectra of SiC (1) and (2) were measured and are shown in Figure 6b. The
characteristic vibration bands at 1086, 814, 602, and 464 cm 1! are observed, in which the
stronger absorption band at 814 cm ™! is attributed to the stretching mode of Si-C in SiC [53],
while the bands with a weak intensity at 1086 cm ™! and 602 and 464 cm ™! correspond to
the anti-symmetric stretching mode of Si-O-5i and the bending vibration mode of Si-O [54],
respectively, further indicating the presence of a trace amount of SiO; in the SiC. The
existence of a trace amount of SiO; originates from the formation of a protective SiO,
film on the SiC surface at high temperatures [55], or the incomplete removal of unreacted
5i0;, during HF immersion. In this regard, we compared the XRD and FTIR spectra of
commercial-grade silicon carbide and found that traces of SiO, could also be observed
in the spectra in Figure 7. Therefore, we believe that the silicon carbide we synthesized
matches the purity of commercial-grade silicon carbide.

) (b)
(220)
(200) ot (311) R
*0(103) aos| os) 332 E
Jh A ‘.'1 4 l'\?ﬁ 2
Waste tyres ]
=
. =
o SiC PDF#74-2307 Z
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&= Si-C
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Figure 6. (a) XRD patterns and (b) FT-IR spectra of SiC (1) and (2).

To further investigate the valence state of the elements and the surface chemical
composition of SiC (1) and (2), XPS spectra were collected. As shown in Figure 8a, the XPS
survey scan spectra of SiC (1) and (2) clearly verify the presence of dominant Si, C, and
O, as well as the existence of a trace amount of the metals Ca, Al, and Ti, in SiC. A strong
O 1s peak likely stems from the residual SiO; or other metal oxides such as CaO, Al,O3,
and TiO, in SiC, which is in accordance with the Ti 2p, Ca 2p, and Al 2p signals observed
in Figure 8a. As shown in Figure 8b, high-resolution Si 2p XPS is fitted into a prominent
peak at 100.46 eV and a weak peak at 101.3 eV, in which the former can be attributed to
the binding energy of Si in the Si-C bond in SiC (1) and the latter is the binding energy
of 5i in the trace amount of SiO; in SiC (1) [56]. The two C 1s peaks at 282.32 eV and
284.55 eV correspond to the C-Si and C-C bonds in SiC (1), respectively (Figure 8c). For
SiC (2), high-resolution Si 2p and C 1s XPS spectra (Figure 8d,e) show similar results to
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those of SiC (1), with only the binding energies possessing differences. These results further
corroborate the successful synthesis of SiC, with a trace amount of the dopant SiO,.

The morphology of SiC (1) and (2) was characterized by an SEM microscope. Figure 9a
indicates the morphology of SiC (1), a dominantly characteristic nanofiber with a length
of about 5-10 um and a few bulky aggregations (S5iC) due to different crystalline phases
(et, B-SiC). As shown in Figure 9b, the surface is relatively smooth when observed at high
magnification, but with a limited number of distorted whiskers and SiC nanoparticles.
This phenomenon is probably attributed to the influence of temperature gradients and
atmospheric conditions during high-temperature processing, which leads to uneven growth
rates in different crystal plane directions. Additionally, the presence of internal stresses and
defects may cause crystal deformation, resulting in a twisted or spherical particle structure.
The diameter of a single fibrous SiC is about 200 nm (Figure 9c), and lattice fringes with a
lattice spacing of 0. 25 nm belonging to the cubic or hexagonal crystal system are readily
observed everywhere (Figure 9d), indicating a characteristic crystalline structure of SiC.
The results are in accordance with the XRD analysis.
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Figure 7. XRD patterns, FI-IR spectra, and SEM of commercial-grade SiC.

Interestingly, the SEM image of SiC (2) presented in Figure 9e indicated an irregular
morphology consisting of blocks and flakes. The surface of nanosheet-like SiC is rela-
tively smooth and flat (Figure 9f). Block-like aggregations with diameters in the range
of approximately 20~30 nm on the SiC nanosheet are likely amorphous carbon particles
(Figure 9g), while lattice fringes with a spacing of 0.25 nm are visible (Figure %h), implying
the co-existence of a crystalline structure of SiC (2) and amorphous carbon particles. In
addition, SEM-EDS elemental mappings of SiC (1) and (2) also clearly indicate the uniform
distribution of C and Si in whole nanostructured SiC (Figure 10).
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Figure 8. (a) XPS survey scan spectra of SiC (1) and (2). High-resolution (b) Si 2p and (c) C 1s XPS
spectra in SiC (1), and (d) Si 2p and (e) C 1s in SiC (2).
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0. 25 1t

Figure 9. (a,b) SEM and (c,d) (high-resolution) TEM images of SiC (1). (e,f) SEM and (g,h) (high-
resolution) TEM images of SiC (2).

Figure 10. (a) SEM image for measuring (b) EDS elemental mapping of C and Si in SiC (1). (c) SEM
image for measuring (d) EDS elemental mapping of C and Si in SiC (2).

2.2.1. Effect of Temperature on the Preparation of Silicon Carbide

Figure 11 shows the XRD patterns and FT-IR spectra of SiC synthesized from calcined
coal gangue with carbonized waste tires and with pre-treated kerosene co-refining residue
at various reaction temperatures. As shown in Figure 11a,c, the XRD patterns show a strong
characteristic diffraction peak at 20 = 21.94°, belonging to 5iO,, and a weak characteristic
diffraction peak at 26 = 35.65°, assignable to SiC at 1300 °C and 1400 °C and pointing to a
composition that is predominantly SiO; and has a low amount of SiC in the final product.
However, the XRD patterns of the products preprepared by two different precursors at
1500 °C indicate a remarkable increase in the intensity of the diffraction peak at 26 = 35.65°
for SiC and a significant decrease in the intensity of the diffraction peak at 20 = 21.94° for
SiO,, while some new characteristic diffraction peaks appear at 20 = 41.37°, 59.98°, 71.73°,
and 75.42°, which are attributed to SiC, implying that SiC increases with increasing reaction
temperatures in final products. This result hints that the improvement of the reaction
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temperature is conducive to the formation of SiC or the conversion of SiO; into SiC in
the presence of carbon. It is worth noting that in the products fabricated at 1600 °C, the
characteristic diffraction peaks assignable to SiO, completely disappeared, while only the
diffraction peaks of SiC are observed, indicating a characteristic SiC product and further
demonstrating the crucial role of a high reaction temperature for the preparation of SiC.
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Figure 11. (a) XRD patterns and (b) FT-IR spectra of the products prepared by the reaction of the
calcined coal gangue and the carbonized waste tire residue at various reaction temperatures. (c) XRD
patterns and (d) FT-IR spectra of the products prepared by the reaction of the calcined coal gangue
and the pre-treated kerosene co-refining residue at different reaction temperatures.

As evidence, with increasing reaction temperatures from 1300 °C to 1600 °C, the FTIR
spectra of the obtained products (Figure 11b,d) exhibit that the signals of vibration bands
at 1086, 602, and 464 cm ™!, attributable to Si-O-Si and Si-O bonds from SiO», gradually
weakened until they completely disappeared, while the signal of Si-C vibration from SiC
remarkably increased until only the Si-C band was a unique vibration in the high-purity
SiC product synthesized at 1600 °C, directly corroborating that pure SiC stems from the
high-temperature reaction of the calcined coal gangue residue with the carbonized waste
tires or the pre-treated kerosene co-refining residue at a temperature not less than 1600 °C.

2.2.2. Effect of Reaction Time on the Preparation of Silicon Carbide

We investigated the effect of reaction time on the quality of SiC prepared by the
reaction of the calcined coal gangue with the carbonized waste tires and with the pre-
treated kerosene co-refining residue at 1600 °C. Figure 12 shows the XRD patterns and
FT-IR spectra of SiC synthesized from the calcined gangue with the carbonized waste tire
residue and with the pre-treated kerosene co-refining residue for various reaction times
from 1 to 5 h. The results from the XRD patterns (Figure 12a,c) show that the alteration of
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the reaction time did not have a significant effect on the quality of SiC, regardless of whether
the SiC was derived from the reaction of the calcined coal gangue with the carbonized
waste tires or with the pre-treated kerosene co-refining residue. However, the results from
the FT-IR spectra (Figure 12b,d) show that a long reaction time is very beneficial for the
complete conversion of 5iO, into SiC in the presence of a carbon precursor. When the
reaction time changed from 1 h to 2 h, the obtained SiC still contained a trace amount of
unreacted SiO,. With an extension of the reaction time from 3 h to 5 h, the obtained SiC is a
high-purity product without any SiO,; hence, the optimal reaction time is 4 h.
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Figure 12. (a) XRD patterns and (b) FT-IR spectra of SiC prepared through the reaction of the calcined
coal gangue with the carbonized waste tires at 1600 °C for expected reaction times from 1 h to 5 h.
(c) XRD patterns and (d) FT-IR spectra of SiC prepared through the reaction of the calcined coal
gangue with the pre-treated kerosene co-refining residue at 1600 °C for expected reaction times from
lhto5h.

2.2.3. Effect of the Ratio of the Calcined Gangue to the Carbonized Waste Tires or the
Pre-Treated Kerosene Co-Refining Residue

To evaluate the effect of the ratio of starting materials on the quality of SiC, we
adjusted the molar ratio of the calcined gangue to the carbonized waste tires or the pre-
treated kerosene co-refining residue from 1:2 to 1:4 while keeping other conditions identical
(1600 °C, 4 h). Figure 13 shows the XRD patterns and FT-IR spectra of SiC synthesized
from the calcined gangue with the carbonized waste tires and with the pre-treated kerosene
co-refining residue with various mass ratios. When the mass ratio of the calcined gangue
with the carbonized waste tires was adjusted from 1:2 to 1:4, the XRD patterns and FTIR
spectra of the as-made SiC did not show a significant SiO, content (Figure 13a,b), verifying
the absence of SiO, in SiC and confirming the high purity of as-made SiC. However, the
XRD patterns (Figure 13c) of SiC prepared from the calcined gangue and the pre-treated
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kerosene co-refining residue showed the presence of the characteristic diffraction peaks
of SiO; at 20 = 26° when the molar ratios changed from 1:2 and 1:3.0. This reason is
probably attributed to the fact that the effective carbon produced by the high-temperature
carbonization of the pre-treated kerosene co-refining residue is insufficient to meet the
amount of carbon required to convert silicon dioxide into silicon carbide; therefore, a trace
amount of SiO; still exists in SiC. The FT-IR spectra (Figure 13d) also exhibited the clear
co-existence of Si-O-Si and Si-O vibrations at 1086 and 464 cm ™! from SiO, and a Si-C
bond at 814 cm~! in SiC, suggesting the existence of SiO, in SiC. Note that by increasing
the amount of the pre-treated kerosene co-refining residue (1:3.5), the SiO; content in SiC
remarkably decreased. When the mass ratio of the calcined gangue and the pre-treated
kerosene co-refining residue was 1:4, the SiO, phase completely disappeared and only
the SiC phase was detected, which was confirmed by the XRD pattern and IR spectrum
(Figure 13¢,d).
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Figure 13. XRD patterns and FI-IR spectra of as-made SiC prepared from (a,b) the calcined gangue
with the carbonized waste tires, and (c,d) the calcined gangue with the pre-treated kerosene co-
refining residue by adjusting mass ratios from 1:2 to 1:4.

2.3. Mechanistic Study of Silicon Carbide Synthesis

The general reaction equation for the preparation of SiC through the carbothermal
reduction of SiO; with C in a Si-C-O system is as follows:

Si0O, 4 3C = SiC 4+ 2CO (1)
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However, the arrangement of SiC is often influenced by several intermediate reactions
in this specific process, which may include the following reactions:

Si0; + C = SiO(g) + CO(g) @)
5i0(g) + CO(g) = SiO(g) + CO2(g) ®)
COz(g) +C =2CO(g) )
SiO(g) + 2C = SiC 4+ CO(g) (5)
25i0(g) + 3C = 25iC + COx(g) (6)
SiO(g) + 3CO = SiC + 2CO5(g) @)
35i0(g) + CO(g) = SiC + 25i0, @)

The Gibbs free energy and entropy increase principle is used to define the standard
Gibbs free energy change (A,;GS). Therefore, at a specific temperature and pressure, the
change in the Gibbs free energy of a reaction determines both the direction and extent of the
chemical reaction. The Gibbs free energy can be calculated using the following equations:

Ang (P, T) = Z Ang (P’ T)resultant - Z Aer(?l (P/ T) reactant 9
Arsrc;)l (P/ T) = 2 Afsrc;)l (P/ T)resultant - Z Afsrc;)l (P/ T)reactant (10)
AGE (P, T) = AHE (P, T) — TASS (P, T) (11)

The values of ArGg for Equations (1)—(8) at various temperatures were obtained by
consulting a thermodynamic database and performing software calculations.

According to Figure 14, Reaction (1) can theoretically proceed spontaneously at tem-
peratures higher than 1530 °C. This indicates that the carbothermal reduction for the
preparation of SiC is feasible at 1600 °C in this study. The standard Gibbs free energy
change (ArGg) of Reactions (2) and (3) decreases with increasing temperatures, suggesting
that SiO and CO primarily originate from these two reactions. In fact, the growth of SiC
can be enhanced by optimizing the reaction conditions, thereby driving the reaction system
to favor Reactions (2) and (3), producing more SiO intermediates.
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Figure 14. Temperature-dependent Gibbs free energy changes for the preparation of silicon carbide.



Molecules 2025, 30, 1562

17 of 23

SiC is primarily produced through Reactions (5)—(8). As illustrated in Figure 14, the
standard Gibbs free energy change (ArGg) is less than 0 for Reactions (5), (6), and (8)
at temperatures below 1600 °C, indicating that these reactions can theoretically occur
spontaneously. Conversely, for Reaction (7), A;G® is greater than 0 at temperatures above
1000 °C, suggesting that this reaction cannot proceed spontaneously. Therefore, SiC can
ultimately be synthesized from Reactions (5), (6), and (8), in which SiO vapor reacts with
CO gas and solid C to produce SiC.

Based on these reactions and their thermodynamic properties, we proposed a growth
model for SiC, as shown in Figure 15. It identified two primary mechanisms: a gas—gas
homogeneous reaction that generates nanofibrous SiC within the Si-C-O system, and a
gas-solid non-homogeneous reaction that produces irregular SiC forms, such as nanoblocks
and nanosheets. In the gas—gas homogeneous reaction, the intermediate SiO produced
by SiO, aligns with CO in the system to form SiC nuclei, thereby promoting whisker
growth [57]. Conversely, in the gas—solid non-homogeneous reaction, SiO gas deposits on
the surface of the carbon material, facilitating SiC growth to form nanosheets or nanoblocks.
It is crucial to note that the gas—solid non-homogeneous reaction is primarily influenced by
the lattice defects, pores, surface adsorption, and active sites present on the carbon material
and by the partial pressure of each gas in the system. Consequently, this study used various
solid wastes with high carbon contents to produce SiC with distinct morphologies. The
differences in the morphology, structure, and properties of the carbon materials play a
pivotal role in this process. For example, the fixed carbon content in the carbonized waste
tires was higher than in the pre-treated kerosene co-refining residue, and the carbonized
waste tires had a larger specific surface area and greater reactivity. This increased reactivity
can lead to the generation of more CO within the system to bind the SiO and produce more
SiC from the carbonized waste tires, ultimately resulting in a higher yield of nanofibrous
SiC. In contrast, the carbon in the pre-treated kerosene co-refining residue was less active
than in the carbonized waste tires, causing a significant amount of SiO gas to deposit on
the surface of the carbon material and form various SiC structures.

$i0,+ C — SiO (g) + CO (g)

Si0,+ CO(g) — SiO(g) + CO,(g)
CO,(g) + C — 2CO(g)

SiO gas '_) + Q CO gas

e
% \

SiOgas € + @ Csolid

SiC Nano-fiber of waste tyres

SiC Nano-flake and others of
Kerosene co-refining residue

Figure 15. Diagram of the growth mechanism of SiC.

SiC is renowned for its exceptional thermal stability, mechanical strength, and chemical
inertness, making it an ideal material for use in high-temperature and corrosive environ-
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ments. The SiC nanofibers and nanosheets developed in this study can be used in thermal
protection systems and as catalyst supports.

In the current study, we are in the preliminary exploration stage of synthesizing silicon
carbide with different morphologies. Based on our experimental observations, we have
inferred that one of the factors influencing the formation of nanofibers and nanosheets is
the difference in carbon precursors used during the synthesis process. However, we fully
recognize that other factors, such as reaction conditions (temperature, pressure, and reaction
time) and catalyst effects, may also play significant roles in determining the nanostructure’s
aspect ratio, dimensions, and size. In our future studies, we will focus on systematically
exploring the key parameters that control the nanostructure’s morphology and size, with
the aim of providing a more comprehensive understanding of the synthesis mechanism.

3. Experimental Section
3.1. Materials

The coal gangue came from northern Shaanxi Province in China and 80-mesh waste
tire particles from the Shaanxi Hongrui Rubber Products Company (Baoji, China). The
kerosene co-refining residue came from northern Shaanxi Province in China. Hydrochloric
acid (36.0~38.0%) from Sinopharm Chemical Reagent Co., Ltd. (Nanjing, China) and hy-
drofluoric acid (40%) from Shanghai Macklin Biochemical Technology Co., Ltd. (Shanghai,
China) were purchased. Deionized water (18 M(2) was used as a solvent.

3.2. Experimental Procedure
3.2.1. The Pre-Treatment of Coal Gangue, Waste Tire Particles, and Kerosene
Co-Refining Residue

Coal gangue was crushed into small pieces using a jaw crusher. A portion of the
crushed material was then pulverized in a mill for approximately 30 s to obtain a fine
powder. The resulting powder was sifted with an 80-mesh sieve. The sieved coal gangue
particles were then dried in an oven at 80 °C for 24 h. After drying, an appropriate amount
of gangue was uniformly placed in a corundum porcelain boat and calcined in a muffle
furnace. The furnace temperature was increased by 5 °C/min to 800 °C and maintained
at this temperature for 2 h to obtain calcined gangue powder. Afterwards, the calcined
gangue powder was put into a 150 mL round-bottom flask and 20 wt% HCl aqueous
solution was added to perform acid leaching in an oil bath under stirring. Due to the
various physicochemical properties of the gangue from different origins, the acid leaching
conditions also varied. In this experiment, 50 mL of 20 wt% HCl aqueous solution was used
to treat 10 g of calcined gangue. The acid leaching experiment was performed at 120°C for
24 h under stirring. In this case, the removal efficiency of alumina reached 93.16%. The
residues after acid leaching were collected by filtration with a Brinell funnel and dried at
80 °C for 24 h to obtain calcined acid-leached gangue residue.

In addition, 80-mesh waste tire particles from the Shaanxi Hongrui Rubber Products
Company were processed to enhance the efficiency and environmental sustainability of
waste tire recycling. This process significantly reduced the volume of waste tires and
eliminated harmful substances. The waste tire particles were placed in a vacuum high-
temperature tubular furnace (BTF-1700-S). The furnace temperature was increased by
10 °C/min to 700 °C. Under atmospheric pressure and with Ar protection and a gas
flow rate of 100 mL/min, this temperature was maintained for 20 min to carbonize the
tire particles. The carbonized tire particles were then ground into powder and collected,
denoted as carbonized waste tire residue.

Similarly, the pre-treatment of the kerosene co-refining residue was similar to that of
coal gangue. The kerosene co-refining residue was crushed into small pieces using a jaw
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crusher. A portion of the crushed material was then pulverized in a mill for approximately
30 s to obtain a fine powder. The resulting powder was sifted with an 80-mesh sieve. The
sieved pre-treatment kerosene co-refining residue was then dried in an oven at 80 °C for
24 h. The obtained residue was marked as pre-treated kerosene co-refining residue.

3.2.2. The Preparation of SiC Nanoparticles from the Calcined Acid-Leached Coal Gangue,
the Carbonized Waste Tires, and the Pre-Treated Kerosene Co-Refining Residue

The calcined acid-leached gangue residue was mixed stoichiometrically with the
carbonized waste tire residue and the pre-treated kerosene co-refining residue, respectively.
The mixture was then placed in a planetary ball mill for 5 min. After being uniformly
mixed, the “homogeneous” mixture was spread in a corundum ceramic boat with a lid and
transferred into a high-temperature tube furnace to carbonize at different temperatures
(1600 °C, 1500 °C, 1400 °C, and 1300 °C) under Ar protection (Ar gas flow rate was
50 mL/min) for an expected time. For example, the furnace temperature was increased
by 5 °C/min to 200 °C, then by 10 °C/min to 1550 °C, and finally by 5 °C/min to 1600 °C.
The furnace was then naturally cooled down to room temperature to obtain a nano-SiC
product, which was further heated up to 700 °C with a heating rate of 5 °C/min in a muffle
furnace and kept at this temperature for 3 h under Ar protection to afford a powdery
product. The resulting powder was immersed in a 20% HCI aqueous solution in a beaker
for 12 h to remove impurities. After filtration, the solid was subsequently placed in a
polytetrafluoroethylene cup and treated with a 45% HF aqueous solution for another
12 h in a fume hood. The solid was collected by filtration and washing with water in a
fume hood and dried at 70 °C for 12 h to obtain SiC. Finally, the purity of silicon carbide
is preliminarily determined by using the mass ratio before and after acid leaching and
impurity removal, thereby ascertaining the feasibility of synthesizing silicon carbide using
this method.

A schematic illustration of the whole process of the preparation of SiC from coal
gangue with waste tires or kerosene co-refining residue is shown in Figure 16. In addition,
it is worth noting that the sintered product appeared in the form of a fluffy powder, which is
not necessary to further grind or specially treat. The acid-leached solution collected can also
be further treated to afford metal chlorides (no further detailed discussion in this work).

coal gangue

l i) pulverization
ii) screening

| sieved coal gangue |
800 °C, 2h | calcination

| calcined gangue powder |
120 °C, 24 h | 20% HCI solution
! 1

I acid-leached aqueous solution | | calcined acid-leached gangue residue |
l evaporation carbonized waster pre-treated kerosene
tire residue co-refining residue
| ““Homogeneous” mixture | | “Homogeneous” mixture |
i) 1300 ° ~ 1600 °C, Ar i) 1300 ° ~ 1600 °C, Ar
i) 700 °C, 3 h, Ar ii) 700 °C, 3 h, Ar
iii) 20% HCI, 12 h iii) 20% HCI, 12 h
iv) 45% HF, 12 h iv) 45% HF, 12 h
SiC (1) SiC (2)

Figure 16. A schematic illustration of the preparation of SiC from coal gangue and waste tires or
kerosene co-refining residue.
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3.3. Characterization

Elemental analyses (C, H, O, N, and S) were performed on an elemental analyzer (ele-
mentar vario Micro cube, Elementar, Langenselbold, Germany). Powder X-ray diffraction
(XRD) patterns were collected on a Shimadzu XRD-6100 X-ray diffractometer (Shimadzu,
Kyoto, Japan) using monochromatic Cu Ko radiation (A = 1.5406 A in the 26 range of 5-100°
with a scan speed of 5° per minute, and the phases were identified using the ICDD PDF
database. X-ray fluorescence spectroscopy (XRF) was recorded on a wavelength dispersive
X-ray fluorescence (WDXRF) instrument from Zetium, Panaco, The Netherlands. The
light source was a rhodium (Rh) tube with a power of 4 kW, and a power of 2.4 kW was
applied during measurements. Fourier-transform infrared (FI-IR) spectra were measured
on a Nicolet iS 5 FT-IR spectrometer in the range of 4000 to 400 cm ! with a KBr tablet.
X-ray photoelectron spectroscopy (XPS) was conducted with a Thermo Fisher ESCALAB
250Xi spectrometer (Thermo Fisher Scientific, Waltham, MA, USA) with Al K« radiation
(hv =1486.8 eV) as the excitation source at an operating voltage of 12.5 kV and a filament
current of 16 mA. Scanning electron microscope (SEM) images were obtained on a field
emission scanning electron microscope (FEI Quattro S) equipped with an EDAX ELECT
PIUS energy spectrometer for mapping (Thermo Fisher Scientific, Waltham, MA, USA),
which was used for the analysis. A small amount of the powdered sample was placed
in a GVC-2000 ion sputtering apparatus (Gatan, Inc., Pleasanton, CA, USA) for approxi-
mately 120 s to apply a gold coating. Transmission electron microscope (TEM) images were
measured on an FEI, Tecnai F20 at an operating voltage of 200 kV. A small amount of the
powder was ultrasonically dispersed in anhydrous ethanol, and one to two drops of the
dispersion were dripped on a copper grid and dried in air for TEM measurements.

4. Conclusions

In this study, solid wastes including coal gangue, waste tires, and kerosene co-refining
residue were efficiently converted into useful raw materials for preparing the high-value-
added product silicon carbide (SiC), thereby achieving “turning trash into treasure”. The
calcined coal gangue stemmed from the initial coal gangue, and the carbonized waste tires
from waste tires and the pre-treated kerosene co-refining residue were used as a silicon
source and carbon source, respectively. The differences in the carbon source result in the
formation of SiC with distinct morphologies—nanofibers and nanosheets—through car-
bothermal reduction. The effects of the reaction temperatures and times, as well as the mass
ratio, on the purity and morphology of as-made SiC were investigated in detail to unveil
the origin of the formation of pure SiC and optimize synthetic conditions. In addition,
the calculated Gibbs free energies of the reactions also provide a primarily theoretical
basis for understanding the formation of SiC. Finally, two growth mechanisms of SiC,
namely the reaction of intermediate SiO with CO forming SiC-nuclei-driven nanofibrous
SiC and SiO-deposited carbon surface-fabricated nuclei-induced polymorphic SiC (dom-
inant nanosheets), are proposed. This study provides a constructive strategy to achieve
the effective utilization of solid wastes and reduce the pollution of solid wastes in the envi-
ronment, ultimately contributing to the sustainable development of solid waste resources.
While the current study focuses on the synthesis and characterization of SiC nanofibers and
nanosheets, there are also some limitations. For instance, the complex composition of the
raw materials significantly affects the controllability of the morphology of the SiC products.
Additionally, the carbothermal reduction process is highly temperature-dependent and
often requires prolonged reaction times at high temperatures (typically above 1600 °C).
This results in high energy consumption and increased production costs. In the future, we
plan to explore their practical applications in the aforementioned fields in future work.
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Specifically, we aim to investigate their performance in “lithium-ion batteries” or “catalyst
supports” and optimize their properties for targeted applications.

The synthesis of SiC via carbothermal reduction using waste tires, coal oil residue,
and coal gangue offers a sustainable and economically viable approach to producing high-
value materials from waste. However, challenges related to impurities, reaction efficiency,
morphology control, and environmental impact must be addressed to fully realize the
potential of this method. Future research should focus on optimizing raw material pre-
treatment, reaction conditions, and process monitoring while exploring novel applications
for the synthesized SiC. By addressing these limitations, this approach can contribute to
the development of a circular economy and sustainable material production.

Author Contributions: K.G.: Investigation, Date curation, Formal analysis, Writing—original draft.
Y.Z. (Yao Zhang): Data curation. B.W.: Visualization. Z.Z.: Conceptualization, Writing—review and
editing, Supervision, Funding acquisition. S.L.: Investigation. Q.W.: Investigation. Y.Z. (Yanzhong
Zhen): Visualization, Funding acquisition. EF.: Visualization, Funding acquisition. Y.L.: Conceptual-
ization, Writing—review and editing. All authors have read and agreed to the published version of
the manuscript.

Funding: This work was financially supported by the National Natural Science Foundation of China
(No. 22168042), the Key Research and Development Program of Shaanxi (No. 2022GD-TSLD-66), the
Science and Technology Plan Project of YuLin City (No. 2023-CXY-211), the Yan’an Energy Coal-based
New Material Technology Development Co., Ltd., Entrusted Project (MJXCL-SC-WT-2024-01), and
the National College students innovation and entrepreneurship training program (No. 202310719049,
202410719029).

Institutional Review Board Statement: Ethical approval was deemed unnecessary for this
study because it did not involve human subjects, animal testing, or the collection of identifiable

personal information.
Informed Consent Statement: Informed consent was obtained from all participants.

Data Availability Statement: The original contributions presented in this study are included in the
article. Further inquiries can be directed to the corresponding author.

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

References

1.  Teixeira, R.; Cerveira, A.; Pires, E.].S.; Baptista, ]. Advancing Renewable Energy Forecasting: A Comprehensive Review of
Renewable Energy Forecasting Methods. Energies 2024, 17, 3480. [CrossRef]

2. Song, W.J.; Zhang, ].X,; Li, M.; Yan, H.; Zhou, N.; Yao, Y.N.; Guo, Y.B. Underground Disposal of Coal Gangue Backfill in China.
Appl. Sci. 2022, 12, 12060. [CrossRef]

3. Li, Y.F; Liu, S.H.; Guan, X.M. Multitechnique investigation of concrete with coal gangue. Constr. Build. Mater. 2021, 301, 124114.
[CrossRef]

4. Li,].Y,; Wang, ]. M. Comprehensive utilization and environmental risks of coal gangue: A review. J. Clean. Prod. 2019, 239, 117946.
[CrossRef]

5. Dai, S.Q.; Sun, ES.; Wang, L.; Wang, L.H.; Zhang, R.; Guo, H.; Xing, YW.; Gui, X.H. A new method for pre-enrichment of gallium
and lithium based on mode of occurrence in coal gangue from Antaibao surface mine, Shanxi Province, China. J. Clean. Prod.
2023, 425, 138968. [CrossRef]

6.  Zhao, GW,; Wu, T; Ren, G.Z.; Zhu, Z.; Gao, Y.; Shi, M.; Ding, S.J.; Fan, H.H. Reusing waste coal gangue to improve the dispersivity
and mechanical properties of dispersive soil. J. Clean. Prod. 2023, 404, 136993. [CrossRef]

7. Wang, B.; Ma, Y.N.; Lee, X.Q.; Wu, P; Liu, F; Zhang, X.Y,; Li, L.; Chen, M. Environmental-friendly coal gangue-biochar composites
reclaiming phosphate from water as a slow-release fertilizer. Sci. Total Environ. 2021, 758, 143664. [CrossRef]

8.  Ye, T.T; Min, X.Y,; Li, X.J.; Zhang, S.G.; Gao, Y. Improved holding and releasing capacities of coal gangue toward phosphate
through alkali-activation. Chemosphere 2022, 287, 132382. [CrossRef]

9. Xie,M.Z; Liu, EQ.; Zhao, H.L,; Ke, C.Y.; Xu, Z.Q. Mineral phase transformation in coal gangue by high temperature calcination

and high-efficiency separation of alumina and silica minerals. J. Mater. Res. Technol. 2021, 14, 2281-2288. [CrossRef]


https://doi.org/10.3390/en17143480
https://doi.org/10.3390/app122312060
https://doi.org/10.1016/j.conbuildmat.2021.124114
https://doi.org/10.1016/j.jclepro.2019.117946
https://doi.org/10.1016/j.jclepro.2023.138968
https://doi.org/10.1016/j.jclepro.2023.136993
https://doi.org/10.1016/j.scitotenv.2020.143664
https://doi.org/10.1016/j.chemosphere.2021.132382
https://doi.org/10.1016/j.jmrt.2021.07.129

Molecules 2025, 30, 1562 22 of 23

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.
20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

Wu, Y.S.; Zhang, L.; Liu, M.X; Lei, Z.P; Li, Z.K,; Zhang, W.D.; Ren, S.B.; Wang, Z.C.; Shui, H.F; Yan, J.C. Synergistic reduction of
NO/S02 through co-firing municipal sewage sludge with coal gangue. Chem. Eng. ]. 2024, 496, 154025. [CrossRef]

Guo, Z; Xu, J.J.; Xu, Z.H.; Gao, ].M.; Zhu, X.L. Performance of cement-based materials containing calcined coal gangue with
different calcination regimes. J. Build. Eng. 2022, 56, 104821. [CrossRef]

Kou, B;; He, Y,; Wang, Y.; Qu, C.T;; Tang, J.; Wu, YM,; Tan, W.B,; Yuan, Y.; Yu, T.Q. The relationships between heavy metals and
bacterial communities in a coal gangue site. Environ. Pollut. 2023, 322, 121136. [CrossRef] [PubMed]

Zhang, W.Q.; Dong, C.W.; Huang, P; Sun, Q.; Li, M.; Chai, J. Experimental Study on the Characteristics of Activated Coal Gangue
and Coal Gangue-Based Geopolymer. Energies 2020, 13, 2504. [CrossRef]

Ma, Q.; Mei, Y.; Wang, Y.T.; Li, S.; Xie, D.L.; Xia, ].P; Nie, Y.X. Novel desulfurization technology by employing coal gangue slurry
as an absorbent: Performance and mechanism study. Chem. Eng. J. 2024, 483, 149276. [CrossRef]

Liu, Q.; Li, ].G,; Li, Y.S.; Gao, M.W. Recognition Methods for Coal and Coal Gangue Based on Deep Learning. IEEE Access 2021, 9,
77599-77610. [CrossRef]

Liu, X.H. Low-carbon utilization of coal gangue under the carbon neutralization strategy: A short review. J. Mater. Cycles Waste
Manag. 2023, 25, 1978-1987. [CrossRef]

Jin, YX; Liu, Z;; Han, L.; Zhang, Y.B.; Li, L.; Zhu, S.Y,; Li, Z.PJ.; Wang, D.M. Synthesis of coal-analcime composite from coal
gangue and its adsorption performance on heavy metal ions. |. Hazard. Mater. 2022, 423, 127027. [CrossRef]

Fang, D.; Xia, Y.; Li, Y; Xing, Y.; Miao, Z.; Gui, X. Separation and Recovery of Valuable Carbon Components and Li/Ga Metals in
Coal Gangue by Using a Flotation Flowsheet. ACS Omega 2024, 9, 14336-14342. [CrossRef]

Liu, R.; Wang, S. Research progress on the comprehensive utilization of coal gangue. Int. ]. Coal Prep. Util. 2025, 1-15. [CrossRef]
Hao, Y.; Guo, X.N.; Yao, X.H.; Han, R.C.; Li, L.L.; Zhang, M. Using Chinese Coal Gangue as an Ecological Aggregate and Its
Modification: A Review. Materials 2022, 15, 4495. [CrossRef]

Han, R.C.; Guo, X.N.; Guan, ].E; Yao, X.H.; Hao, Y. Activation Mechanism of Coal Gangue and Its Impact on the Properties of
Geopolymers: A Review. Polymers 2022, 14, 3861. [CrossRef] [PubMed]

Chen, H.C.; Zhang, L,; Pan, ].H.; He, X.; Shi, S.L.; Long, X.; Yang, Y.; Zhao, X.D.; Zhou, C.C. Study on modes of occurrence and
selective leaching of lithium in coal gangue via grinding-thermal activation. Chem. Eng. ]. 2024, 482, 148941. [CrossRef]

Cao, Y.C.; Zhou, C.C.; Gao, FY;; Huang, Y.; Zhu, W.R; Liu, G.J.; Wang, J. Lithium recovery from typical coal-based solid wastes:
Critical technologies, challenges, and prospects. Chem. Eng. ]. 2024, 498, 155121. [CrossRef]

Shao, S.; Ma, B.Z.; Wang, C.Y.; Chen, Y.Q. Extraction of valuable components from coal gangue through thermal activation and
HNOj; leaching. J. Ind. Eng. Chem. 2022, 113, 564-574. [CrossRef]

Kong, D.S.; Zhou, Z.H.; Jiang, R.L.; Song, S.J.; Feng, S.; Lian, M.L. Extraction of Aluminum and Iron Ions from Coal Gangue by
Acid Leaching and Kinetic Analyses. Minerals 2022, 12, 215. [CrossRef]

Xie, Y.; Ni, C.Q.; Han, ZW.; Liao, ].L.; Xie, W.Q.; Zhong, H.; He, Z.G. Recovery of lithium from coal gangue utilizing acid baking
followed by water leaching. Int. J. Coal Prep. Util. 2023, 44, 82-94. [CrossRef]

Yang, X.L.; Ma, A.Y.; Chen, M,; Du, ].S.; Zheng, X.M. Experimental Study on the Preparation of High-Purity Iron Oxide Red by
Acid Leaching Iron from Coal Gangue. Materials 2024, 17, 3275. [CrossRef]

Kong, D.H.; Zhou, Z.H.; Song, S.J.; Feng, S.; Lian, M.L.; Jiang, R.L. Preparation of Poly Aluminum-Ferric Chloride (PAFC)
Coagulant by Extracting Aluminum and Iron Ions from High Iron Content Coal Gangue. Materials 2022, 15, 2253. [CrossRef]
Guo, ].M,; Zhou, Z.; Ming, Q.; Huang, Z.].; Zhu, J.; Zhang, S.; Xu, J.; Xi, ].F.,; Zhao, Q.Q.; Zhao, X.D. Recovering precipitates from
dechlorination process of saline wastewater as poly aluminum chloride. Chem. Eng. J. 2022, 427, 131612. [CrossRef]

Xiao, J.; Li, EC.; Zhong, Q.F; Bao, H.G.; Wang, B.J.; Huang, ].E; Zhang, Y.B. Separation of aluminum and silica from coal gangue
by elevated temperature acid leaching for the preparation of alumina and SiC. Hydrometallurgy 2015, 155, 118-124. [CrossRef]
Xu, M.; Girish, Y.R.; Rakesh, K.P.; Wu, P.Y,; Manukumar, H.M.; Byrappa, S.M.; Udayabhanu; Byrappa, K. Recent advances and
challenges in silicon carbide (SiC) ceramic nanoarchitectures and their applications. Mater. Today Commun. 2021, 28, 102533.
[CrossRef]

He, H.; Wang, Y.; Zhong, E.; Qu, J.; Felix Mukerabigwi, J.; Cao, Y. Development of silicon carbide and nanodiamond composite
material electrode. Mater. Lett. 2025, 384, 138054. [CrossRef]

Omoriyekomwan, J.E.; Tahmasebi, A.; Dou, ].X,; Tian, L.; Yu, J.L. Mechanistic study on the formation of silicon carbide
nanowhiskers from biomass cellulose char under microwave. Mater. Chem. Phys. 2021, 262, 124288. [CrossRef]

Niu, JW,; Wang, Z.F; Liu, H.; Ma, Y,; Pang, H.X.; Wang, X.T. Synthesis of silicon carbide nanoparticles from amorphous carbon:
Based on the domain structure of electrically calcined anthracite. Ceram. Int. 2023, 49, 29542-29552. [CrossRef]

Kong, X.F; Nie, RM.; Yuan, ].J. Shape stabilized three-dimensional porous SiC-based phase change materials for thermal
management of electronic components. Chem. Eng. . 2023, 462, 142168. [CrossRef]

Pazhamalai, P.; Krishnamoorthy, K.; Sahoo, S.; Mariappan, V.K.; Kim, S.-J. Carbothermal conversion of siloxene sheets into
silicon-oxy-carbide lamellae for high-performance supercapacitors. Chem. Eng. J. 2020, 387, 123886. [CrossRef]


https://doi.org/10.1016/j.cej.2024.154025
https://doi.org/10.1016/j.jobe.2022.104821
https://doi.org/10.1016/j.envpol.2023.121136
https://www.ncbi.nlm.nih.gov/pubmed/36736561
https://doi.org/10.3390/en13102504
https://doi.org/10.1016/j.cej.2024.149276
https://doi.org/10.1109/ACCESS.2021.3081442
https://doi.org/10.1007/s10163-023-01712-w
https://doi.org/10.1016/j.jhazmat.2021.127027
https://doi.org/10.1021/acsomega.3c10335
https://doi.org/10.1080/19392699.2025.2467736
https://doi.org/10.3390/ma15134495
https://doi.org/10.3390/polym14183861
https://www.ncbi.nlm.nih.gov/pubmed/36146009
https://doi.org/10.1016/j.cej.2024.148941
https://doi.org/10.1016/j.cej.2024.155121
https://doi.org/10.1016/j.jiec.2022.06.033
https://doi.org/10.3390/min12020215
https://doi.org/10.1080/19392699.2023.2174109
https://doi.org/10.3390/ma17133275
https://doi.org/10.3390/ma15062253
https://doi.org/10.1016/j.cej.2021.131612
https://doi.org/10.1016/j.hydromet.2015.04.018
https://doi.org/10.1016/j.mtcomm.2021.102533
https://doi.org/10.1016/j.matlet.2025.138054
https://doi.org/10.1016/j.matchemphys.2021.124288
https://doi.org/10.1016/j.ceramint.2023.06.147
https://doi.org/10.1016/j.cej.2023.142168
https://doi.org/10.1016/j.cej.2019.123886

Molecules 2025, 30, 1562 23 of 23

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

Pak, A.Y.; Bolatova, Z.; Nikitin, D.S.; Korchagina, A.P,; Kalinina, N.A.; Ivashutenko, A.S. Glass waste derived silicon carbide
synthesis via direct current atmospheric arc plasma. Waste Manag. 2022, 144, 263-271. [CrossRef]

Vourgidi, C.; Giannopoulou, I.; Kourtis, A.; Magganiari, M.; Xenidis, A. Utilization of Waste Graphite for the Sustainable
Production of Silicon Carbide. Mater. Proc. 2023, 15, 82. [CrossRef]

Eray, E.; Candelario, V.M.; Boffa, V.; Safafar, H.; Ostedgaard-Munck, D.N.; Zahrtmann, N.; Kadrispahic, H.; Jergensen, M.K.
A roadmap for the development and applications of silicon carbide membranes for liquid filtration: Recent advancements,
challenges, and perspectives. Chem. Eng. J. 2021, 414, 128826. [CrossRef]

Lao, X.B.; Xu, X.Y;; Jiang, W.H.; Liang, J.; Miao, L.F,; Bao, Z.H. Effect of SiC nanoparticles on in-situ synthesis of SiC whiskers in
corundum-mullite-SiC composites obtained by carbothermal reduction. Ceram. Int. 2020, 46, 9225-9232. [CrossRef]

Maddocks, A.R.; Cassidy, D.J.; Jones, A.S.; Harris, A.T. Synthesis of nanoporous silicon carbide via the preceramic polymer route.
Mater. Chem. Phys. 2009, 113, 861-867. [CrossRef]

Nagano, T.; Sato, K.; Kawahara, K. Gas Permeation Property of Silicon Carbide Membranes Synthesized by Counter-Diffusion
Chemical Vapor Deposition. Membranes 2020, 10, 11. [CrossRef] [PubMed]

Chen, HM,; Jiang, ].M.; Zhao, H.Y. Synthesis of highly dispersed silicon carbide powders by a solvothermal-assisted sol-gel
process. Appl. Phys. A 2018, 124, 470. [CrossRef]

Song, L.M.; Wu, C.W.,; Zhi, Q.; Zhang, F,; Song, B.Z.; Guan, L.; Chen, Y.Q.; Wang, H.L.; Zhang, R.; Fan, B.B. Multifunctional
SiC aerogel reinforced with nanofibers and nanowires for high-efficiency electromagnetic wave absorption. Chem. Eng. |. 2023,
467,143518. [CrossRef]

Wei, S.N.; Guan, L.; Song, B.Z.; Fan, B.B.; Zhao, B.; Zhang, R. Seeds-induced synthesis of SiC by microwave heating. Ceram. Int.
2019, 45, 9771-9775. [CrossRef]

Wang, FF,; Xiang, D.P.; Wang, Y.W.; Li, ].B. Rapid synthesis of SiC powders by spark plasma-assisted carbothermal reduction
reaction. Ceram. Int. 2017, 43, 4970-4975. [CrossRef]

Suelves, I.; Lazaro, M.].; Diez, M.A.; Moliner, R. Characterization of Chars Obtained from Co-pyrolysis of Coal and Petroleum
Residues. Energy Fuels 2002, 16, 878-886. [CrossRef]

Xu, X.; Leng, Z.; Lan, ].T.; Wang, W.; Yu, ].M.; Bai, YW.,; Sreeram, A.; Hu, J. Sustainable Practice in Pavement Engineering through
Value-Added Collective Recycling of Waste Plastic and Waste Tyre Rubber. Engineering 2021, 7, 857-867. [CrossRef]

Guo, Z.B.; Qiu, ].P; Kirichek, A.; Zhou, H.; Liu, C.; Yang, L. Recycling waste tyre polymer for production of fibre reinforced
cemented tailings backfill in green mining. Sci. Total Environ. 2024, 908, 168320. [CrossRef]

Dobrota, D.; Dobrota, G.; Dobrescu, T. Improvement of waste tyre recycling technology based on a new tyre markings. J. Clean.
Prod. 2020, 260, 121141. [CrossRef]

Zhang, Y.H.; Williams, P.T. Carbon nanotubes and hydrogen production from the pyrolysis catalysis or catalytic-steam reforming
of waste tyres. J. Anal. Appl. Pyrolysis 2016, 122, 490-501. [CrossRef]

Kim, M.; Oh, I.; Kim, ]. Porous silicon carbide flakes derived from waste silicon wafer for electrochemical supercapacitor. Chern.
Eng. J. 2016, 289, 170-179. [CrossRef]

Maroufi, S.; Mayyas, M.; Sahajwalla, V. Novel Synthesis of Silicon Carbide Nanowires from e-Waste. ACS Sustain. Chem. Eng.
2017, 5,4171-4178. [CrossRef]

Liao, H.; Li, L.; Mao, S. Study on the preparation of silicon carbide from carbon in waste cathodes. Mater. Res. Express 2022,
9, 095603. [CrossRef]

Pitman, K.M.; Speck, A K.; Hofmeister, A.M.; Corman, A.B. Optical Properties and Applications of Silicon Carbide in Astrophysics.
In Silicon Carbide-Materials, Processing and Applications in Electronic Devices; IntechOpen: London, UK, 2011; pp. 257-282. [CrossRef]
Maroulfi, S.; Mayyas, M.; Sahajwalla, V. Waste materials conversion into mesoporous silicon carbide nanocermics: Nanofi-
bre/particle mixture. J. Clean. Prod. 2017, 157, 213-221. [CrossRef]

Li, E; Cui, W,; Tian, Z.; Zhang, J.; Du, S.; Chen, Z.; Chen, K,; Liu, G. Controlled growth of SiC crystals in combustion synthesis.
J. Am. Ceram. Soc. 2021, 105, 44-49. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual

author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to

people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.wasman.2022.04.002
https://doi.org/10.3390/materproc2023015082
https://doi.org/10.1016/j.cej.2021.128826
https://doi.org/10.1016/j.ceramint.2019.12.175
https://doi.org/10.1016/j.matchemphys.2008.08.064
https://doi.org/10.3390/membranes10010011
https://www.ncbi.nlm.nih.gov/pubmed/31935853
https://doi.org/10.1007/s00339-018-1885-x
https://doi.org/10.1016/j.cej.2023.143518
https://doi.org/10.1016/j.ceramint.2019.02.012
https://doi.org/10.1016/j.ceramint.2017.01.003
https://doi.org/10.1021/ef010264m
https://doi.org/10.1016/j.eng.2020.08.020
https://doi.org/10.1016/j.scitotenv.2023.168320
https://doi.org/10.1016/j.jclepro.2020.121141
https://doi.org/10.1016/j.jaap.2016.10.015
https://doi.org/10.1016/j.cej.2015.12.087
https://doi.org/10.1021/acssuschemeng.7b00171
https://doi.org/10.1088/2053-1591/ac93eb
https://doi.org/10.5772/24352
https://doi.org/10.1016/j.jclepro.2017.04.109
https://doi.org/10.1111/jace.18060

	Introduction 
	Results and Discussion 
	Characterization of Coal Gangue, Waste Tires, and Kerosene Co-Refining Residue 
	Synthesis and Characterization of SiC 
	Effect of Temperature on the Preparation of Silicon Carbide 
	Effect of Reaction Time on the Preparation of Silicon Carbide 
	Effect of the Ratio of the Calcined Gangue to the Carbonized Waste Tires or the Pre-Treated Kerosene Co-Refining Residue 

	Mechanistic Study of Silicon Carbide Synthesis 

	Experimental Section 
	Materials 
	Experimental Procedure 
	The Pre-Treatment of Coal Gangue, Waste Tire Particles, and Kerosene Co-Refining Residue 
	The Preparation of SiC Nanoparticles from the Calcined Acid-Leached Coal Gangue, the Carbonized Waste Tires, and the Pre-Treated Kerosene Co-Refining Residue 

	Characterization 

	Conclusions 
	References

