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Abstract: Flotation is widely used for low-rank coal upgrading, although it is always inefficient due
to its rough surface morphology and rich oxygen-containing functional groups. In this study, the
environment-friendly vegetable oil 1030# was used to enhance the flotation performance of low-rank
coal. The mechanism of 1030# enhancing the flotation of low-rank coal was revealed through surface
property analysis of coal particles and bubble—particle adhesion tests. The flotation results showed
that the flotation yield of low-rank coal increased with the increase in the collector dosage, and
the flotation yield of 1030# as a collector is obviously higher than that of diesel. Scanning electron
microscopy (SEM) and chromatography-mass spectrometry (GC-MS) were used to analyze the
surface morphology of coal particles and components of the reagent. The SEM results showed that
the surface of low-rank coal is loose and contains a large number of pores and cracks, which is not
conducive to the spreading of chemicals on the coal surface and the mineralization of bubbles and
particles. GC-MS results showed that 1030# mainly contained methyl oleate with more unsaturated
double bonds than diesel. Fourier transform infrared spectroscopy (FTIR) and X-ray photoelectron
spectroscopy (XPS) were used to analyze the surface functional groups of the low-rank coal before
and after reagent treatment. The results of FTIR and XPS showed that the coal surface of low-rank
coal before reagent treatment contained a large number of oxygen-containing functional groups
with poor surface hydrophobicity, while the surface of low-rank coal after reagent treatment had
reduced oxygen-containing functional groups and increased hydrophobicity. The contact angle of
the low-rank coal surface also showed the same variation trend as the FTIR and XPS results. The
adhesion force between the bubble and coal surface in different collector solutions was measured. The
maximum adhesion between the bubble and coal surface increased with the increase in the collector,
and the maximum adhesion force with 1030# treatment was higher than that of diesel. This indicated
that 1030# with a large number of polar components is more easily spread on the surface of low-rank
coal, thus improving the hydrophobicity of low-rank coal.

Keywords: low-rank coal; flotation; environment-friendly; vegetable oil; adhesion force

1. Introduction

Coal is the predominant fossil fuel in China, and it is expected to maintain its domi-
nant position in the country’s energy structure for the foreseeable future [1-4]. In recent
years, rapid industrial development has led to the depletion of high-quality coal resources.
Conversely, although the reserves of low-rank coal are abundant, its effective utilization
has not been realized to a great extent [2,5]. In economically underdeveloped regions,
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the direct combustion of low-rank coal gives rise to the release of various pollutants, in-
cluding sulfur compounds, nitrogen oxides, and heavy metals, thereby contributing to
environmental pollution. Additionally, this combustion process leads to the generation of a
significant volume of ash solid waste [6-9]. Therefore, the rational development and clean
utilization of this resource is critical to country’s economic development and environmental
protection. Several separation methods, such as magnetic aspiration, gravity separation,
bio-beneficiation and froth flotation, have been developed to facilitate clean and efficient
utilization of low-rank coal. Compared with other separation methods, froth flotation is an
effective separation method for fine coal cleaning, which depends upon the differences in
the surface properties of coal and gangue minerals [10-13].

In the process of fine coal flotation, non-polar hydrocarbon oil is commonly utilized
as the collector to enhance the surface hydrophobicity of particles, thereby increasing the
probability of bubble-particle adhesion. Low-rank coal, characterized by well-developed
pores and an abundance of oxygen-containing functional groups, including hydroxyl,
carbonyl and carboxyl moieties [2,10,14], could form stable hydration films on its surface
by combining with polar water molecules [15]. This hydration film impedes the spread of
the collector on the particle surface, thereby leading to an increased amount of collector
dosage and significant rise in economic cost. The low efficiency of flotation, large amount
of the collector and high cost are the main problems restricting the efficient utilization of
fine low-rank coal.

The high cost of low-rank coal flotation using diesel of kerosene as the collector
significantly restricts the improvement in the economic efficiency of the coal plant [16,17].
In recent years, the research on strengthening the flotation process of low-rank coal has
attracted extensive attention, especially the development of polar collectors containing
oxygen such as alcohols, aldehydes, acids and esters, has aroused great interest from
researchers [18]. The addition of a polar collector can modify the surface of low-rank coal,
promote the interaction between particles and bubbles and improve the flotation recovery.
Jia and Gui et al. [19,20] discovered that the polar groups within the collector could interact
with the polar hydrophilic sites present on the coal surface through hydrogen bonding,
which can enhance the surface hydrophobicity of the coal sample, consequently leading to
an increase in the flotation recovery. Xia et al. [21] found that the lubricating oil, including
oxygen-containing functional groups, aromatics and long-chain hydrocarbons, can strongly
interact with low-rank coal to improve its surface hydrophobicity. Zhu et al. [22] found
that a mixture of fossil oil and oxygen-containing compound (FO) could enhance the
low-rank coal flotation compared with traditional diesel oil. The FO was more likely
adsorbed on the coal surface, and improved the hydrophobicity of the coal surface, thus
promoting the adhesion between bubble and particle. According to previous research,
it has been demonstrated that the polar compound collector, a blend of hydrocarbon oil
and polar reagent, represents the optimal choice in practical terms. However, it is widely
recognized that diesel, kerosene and other fossil oil, which are commonly used as collectors,
are non-renewable resources that are expected to become depleted in the near future.
Furthermore, these petroleum-derived compounds are not environment-friendly and may
entail numerous environmental hazards [23]. In light of these issues, there is a pressing
need to explore alternative, renewable and environment-friendly collectors. Vegetable oils,
such as colza oil, sunflower oil, soybean oil and olive oil, have been reported as effective
collectors for fine coal flotation, owing to their abundant long-chain fatty acids [24-28].
The use of vegetable oils as collectors for low-rank coal flotation presents a significant
opportunity for large-scale upgrading of low-rank coal flotation.

In this study, a homemade vegetable oil (1030#) and traditional hydrocarbon oil (diesel)
were used as the collectors, and low-rank coal from the coal preparation plant in Zhuanlong
Bay was selected as the sample material. The study aims to systematically investigate
the underlying mechanisms behind the enhanced flotation of low-rank coal induced by
vegetable oil collectors, thereby providing a fundamental basis for the development of new
and environment-friendly collectors for low-rank coal flotation.
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2. Materials and Methods
2.1. Coal Samples

The coal samples used in the experiment were from low-rank coal, and were collected
from Zhuanlong Bay Coal Preparation Plant, Inner Mongolia, China. The proximate
analysis result is listed in Table 1. M4 and A,4 represent the moisture and ash content,
respectively, based on air drying. V4,¢ and Fg,¢ are the contents of volatile matter and the
fixed carbon on the dry ash-free basis, respectively. The M,q was 11.47%, which indicated
the low-rank coal has high water content. The ash content was 17.68%, which was relatively
high and required a de-ashing treatment before combustion. The dry ash-free volatile matter
content was 35.02%, which indicated that the coal sample belongs to high-volatile coal with
a relatively low degree of metamorphism. By referring to the standard of coal classification,
the coal sample used in this study should belong to bituminous or sub-bituminous coal as
its dry ash-free volatile matter content ranged from 10% to 37% [29]. The wetting screen test
was conducted on low-rank coal; the particle size and content distribution of low-rank coal
is shown in Figure 1. The 0.50-0.25 mm size is the main size fraction with 31.65% content.
Additionally, —0.045 mm size has high yield with 29.14% content, and the ash content of
32.21%. The ash content is correlated with the hydrophilicity of surface, which indicated
that flotation recovery of the —0.045 mm fractions is low. The presence of —0.045 mm
fractions in the flotation process may not only impede the floatability of coarse coal but
also result in clean coal pollution through entrainment and other mechanisms.

Table 1. Proximate analysis of the coal sample.

M,q/% Aal% V gatl% FCgaf/%
11.47 17.68 35.02 64.98
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Figure 1. Particle size and ash content distribution of low-rank coal.

Two types of collectors were employed in this experiment: conventional non-polar
diesel collector and homemade environment-friendly vegetable oil collector, numbered
1030#. The diesel used in the test was entirely commercial diesel from Sinopec. The 1030# oil
utilized was obtained from waste soybean and canola oil sources.

2.2. X-ray Diffractometry Detection (XRD)

X-ray diffractometry (XRD) is a non-destructive technique based on the principle of
crystal diffraction, which enables the examination of the internal structure of a sample. By
measuring the intensity of diffraction peaks, valuable insights into the crystal structure
and composition of different minerals can be obtained. XRD is commonly employed for
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the characterization of coal samples in coal separation studies. In this research, the com-
position of coal samples was examined and analyzed using the DSADVANCE instrument
manufactured by Bruker in Karlsruhe, Germany, operating at a test voltage of 40 kV. The
coal particles were required to pass through a 325-mesh screen prior to analysis.

2.3. Scanning Electron Microscope Test

The COXEM-EM30 scanning electron microscopy (SEM, COXEM, Daejeon, Repub-
lic of Korea) was conducted to image the surface morphologies of low-rank coal. To enhance
surface conductivity, a gold layer was sputter-coated onto the low-rank coal sample prior
to SEM imaging. The SEM was operated at a working voltage of 16 kV, a working distance
(WD) of 6.9 mm and magnifications of 1000, 2000 and 5000, respectively.

2.4. Gas Chromatography—~Mass Spectroscopy Test

Gas chromatography-mass spectrometry (GC-MS) is a potent analytical technique
that enables both qualitative and quantitative analysis of individual constituents within
a substance. Its exceptional selectivity, and high separation efficiency and sensitivity
make it a widely used tool for separating and detecting volatile substances. For the present
investigation, a GC-MS system (GCMS-QP2020Nx, Shimadzu, Kyoto, Japan) was employed
to characterize the primary constituents of the homemade vegetable oil collector 1030#.
The relative mass fractions of the identified components in the collector were determined
using the peak area normalization method.

2.5. Flotation Kinetic Experiment

The flotation kinetic experiments were conducted utilizing an XFD-1.0 L laboratory
flotation machine (Jilin Exploration Machinery Plant, Changchun, China) to investigate the
flotation behavior of low-rank coal. Initially, a mixture of 80 g of low-rank coal and 1 L of
deionized water was mixed and pre-wetted for 2 min. The collector reagent, a homemade
1030# reagent and diesel were used as collectors at dosages of 500, 1000, 2000 and 4000 g/t.
The frother reagent, octanol, was employed at a dosage of 500 g/t. The collector and
frother conditioning periods were 2 and 1 min, respectively. The impeller speed was set
at a constant rate of 1800 r/min, while the air flow rate was maintained at 0.1 m3/h. The
flotation process was carried out for a duration of 3 min, and the flotation concentrates
were collected after 20, 40, 80, 120 and 180 s. Subsequently, the flotation concentrates and
tailings were filtered, dried at 80 °C and subjected to further analysis.

2.6. Fourier Transform Infrared Spectroscopy Test

FTIR spectroscopy (Nicolet is5, Thermo Scientific, Waltham, MA, USA) was employed
to analyze the chemical functional groups present in coal particles that had been subjected
to different chemical treatments, utilizing the wave number range of 4000-400 cm . The
procedure involved mixing 2 mg of low-rank coal samples with 300 mg of KBr and grinding
the resulting mixture to a particle size of 2 um using an agate mortar. The powdered mixture
was then pressed at 30 Mpa pressure to produce thin, circular plates. Lastly, all spectra
were subjected to baseline correction.

2.7. X-ray Photoelectron Spectroscopy Test

X-ray photoelectron spectroscopy (XPS) was employed to elucidate the functional groups
present on the coal surface in an ultrahigh vacuum (UHV) environment, utilizing a commer-
cially available XPS system (ESCALAB 250Xi, Thermo Scientific, Waltham, MA, USA). The
acquired XPS data offered comprehensive insights into the surface physicochemical properties
of low-rank coal that had undergone distinct chemical treatments. Subsequent data analysis
involving peak fitting was carried out using the XPS Peakfit software, and the binding energies
were calibrated relative to the Cls hydrocarbon (C-C/C-H) peak, set at 284.6 eV.
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2.8. Contact Angle Measurement

Contact angle measurement is widely used method to evaluate the surface wettability
of minerals, and it has been shown that the minerals with larger contact angles exhibit
better floatability properties. In this study, we investigated the influence of varying reagent
quantities on the wettability of coal samples by utilizing different collectors for the purpose
of pulping, filtering and drying the coal samples. To prepare the coal samples for testing, a
YP-2 tablet press and boric acid were utilized to create polished coal slices, and the droplet
shape analyzer (DSA100, KRUSS, Hamburg, Germany) was employed to perform contact
angle measurements. To minimize the experimental error, each testing was repeated five
times.

2.9. Bubble—Particle Interaction Measurement

The high-sensitivity microelectromechanical balance system (JK99M2, POWEREACH,
Shanghai, China) in conjunction with a digital camera was utilized to investigate the
interaction force between bubble and particle under different types and concentrations.
The working principle of the JK99M2 can be referred to in paper of Zhu and Li et al. [30,31].
Specifically, low-rank coal flake samples treated with various agents were placed in a
transparent tank, and a specific quantity of water was added. The samples were than
fixed to the displacement platform situated below the microbalance. A 2 mL bubble was
generated at the capillary port of the microbalance, and the force was initialized to 0 at
the onset of interaction between bubble and particle. The displacement platform was then
gradually moved upwards at a rate of 0.01 mm/s. Upon contact between the coal slice fixed
on the displacement platform and bubbles, an instantaneous adhesive force was generated.
After the coal samples had moved upwards by 0.3 mm, the sample stage was adjusted to
return to its original position at the same speed. To ensure the precision and accuracy of
the experimental outcomes, the interaction force measurement was repeated five times to
minimize the experimental error.

3. Results and Discussion
3.1. Analysis of Properties for Raw Coal
3.1.1. XRD Result of Raw Coal

In order to ascertain the mineral composition of the low-rank coal sample, X-ray
diffractometry (XRD) was employed to conduct phase analysis, and the obtained results
are illustrated in Figure 2. The analysis indicated that quartz is the predominant mineral
component in the coal sample, accompanied by a minor presence of beryl and polylithionite,
along with other silica-rich minerals. Considering that quartz exhibits strong hydrophilicity
and limited adherence to air bubbles during the flotation process, it is more likely to be
discarded as tailings.
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Figure 2. The X-ray diffraction spectrogram of low-rank coal.
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3.1.2. Surface Morphology of Raw Coal

The SEM can be used to directly observe the pore, crack and other morphological
characteristics on the coal surface. The magnification of SEM was 1000, 2000 and 5000 times,
and the surface morphology of low-rank coal is shown in Figure 3. As depicted in Figure 3,
the surface of low-rank coal exhibits a rough and porous surface, owing to the presence of
numerous pores and cracks, with fine particles adhering to its surface. The formation of low-
rank coal involves insufficient pressure and heat exposure to the coal seam, thereby limiting
the complete compaction of vegetation debris. Consequently, low-rank coal is characterized
by a well-developed porous structure. During the flotation process, capillary pressure
attracts flotation agents to penetrate the pores of the coal sample, thereby affecting the
spreading of the agents on the sample surface and resulting in excessive consumption [32,33].
The low-rank coal samples used in this paper were relatively uniform without grinding
treatment, so the influence of surface roughness changes on flotation can be ignored [34-36].

Figure 3. The surface morphology of low-rank coal with different magnifications of SEM, and the
magnifications are (a) 1000; (b) 2000; (c) 5000.

3.2. GC-MS Results of Homemade Vegetable Oil 1030#

The chemical constituents of 1030# were subjected to quantitative analysis by GC-MS.
The result of the GC/MS analysis of 1030# is presented in Table 2. The chemical profile of
1030# collector is characterized by a highly diverse composition, consisting predominantly
of fatty acids and acids, with trans-methyl oleate as the most abundant constituent at
40.22% relative content. In contrast, diesel is primarily composed of alkanes, cycloalkanes
and aromatic compounds, as reported by Yang et al. [33]. Fatty acids contain a lot of oxygen-
containing groups, and the oxygen-containing groups can form hydrogen bonds with the
hydrophilic sites on the surface of low-rank coal, effectively promoting the dispersion of
the reagent and the interaction with the coal surface, so as to improve the hydrophobicity
of coal particles and increase the flotation recovery, as noted by Xia and Wen et al. [18,37].
Compared to diesel, the use of 1030# collector is expected to result in a more pronounced
impact on the floatability of low-rank coal.

Table 2. List of chemical compositions of 1030#.

Retention Time/min Component Content/% Retention Time/min Component Content/%
18.608 Trans-methyl oleate; 40.22 23.671 Methyl erucic acid 2.86
20.386 Eicosonaic acid methyl ester 8.83 23.872 Methy]l tetradecanoate 2.42
20.533 Eicosanoic acid methyl ester 6.93 24.604 Palmitic acid methyl acetate 15
21.078 Methyl docoxate 6.6 25.176 Methyl wax 1.35
22.057 Methyl laurate 5.25 25.348 Methyl twenty-three acid vinegar 1.29

3.3. Flotation Results

The flotation results of low-rank coal subject to diesel and 1030# with different concen-
trations are shown in Figure 4. The flotation cumulative yield increased as the collector
dosage increased. Interestingly, the cumulative yield of 1030# was always higher than that
of using diesel. When a 4000 g/t dosage was used, a 37.92% cumulative yield was obtained
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with diesel, and an 88.56% cumulative yield was obtained with 1030#, which is higher
than that with diesel. It should be noted that there was no significant difference in ash
content between diesel and 1030#. The flotation results illustrated that the 1030# had better
performance that diesel.
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Figure 4. (a) Effect of diesel and 1030# on cumulative yield of low-rank coal flotation. (b) Effect of
diesel and 1030# on cumulative ash content of clean coal for low-rank coal flotation.

3.4. Research Results of Enhanced Flotation Mechanism of Vegetable Oil
3.4.1. FTIR Results

The molecular-level information pertaining to the surface functional groups of coal
samples treated with various reagents is illustrated in Figure 5, whereas Table 3 exhibits the
relative area integration results of the corresponding peaks of the surface functional groups.
Figure 5 demonstrates that the infrared spectra of raw coal and coal samples treated with
reagents exhibit similar peak positions and shapes, with only differences in peak area and
height. It is suggested that there is primarily a physical mechanism of action of these agents
on the coal surface, rather than chemical adsorption. The relative integral area results of
surface functional groups presented in Table 3 show that reagent treatment resulted in
decreased absorption peaks of the ether oxygen bond (C-O) at approximately 1103 cm
and the carbonyl group (C=0) at around 1702 cm~!. This indicates that the two collectors
masked oxygen-containing functional groups on the coal surface, with the 1030# exhibiting
a superior performance. The absorption peak near 3695 cm ! and 3602 cm ! also decreased
slightly, corresponding to the hydroxyl group (OH) absorption peak, although the change
was insignificant. The aliphatic methyl (-CHj3) and methylene (-CH,) at approximately
2918 cm ! and 2846 cm ™1, respectively, did not exhibit a discernible trend [33,38]. These
results suggest that the two collectors had comparable shielding effects on these functional
groups. Therefore, further testing and analysis of these subtle changes were conducted
using XPS.

Table 3. Relative peak area of functional groups on coal surface.

Coal Sample C-0-C Cc=0 -CH3; -CH, -OH
Raw coal 9.90 2.14 0.67 0.70 2.14
Diesel oil treatment 6.96 1.48 0.72 0.66 1.78

1030# oil treatment 5.40 0.74 0.77 0.71 1.37
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Figure 5. The FTIR results of coal samples with and without reagent treatment.

3.4.2. XPS Results

Figure 6 depicts the X-ray photoelectron spectroscopy (XPS) wide scanning outcomes
of both raw coal and coal samples treated with various regents. Meanwhile, Table 4
demonstrates the corresponding quantification of carbon (C), oxygen (O), aluminum (Al)
and silicon (Si) elements. The treatment of low-rank coal with diesel results in an increase
in carbon content from 43.92% to 53.79% and a decrease in oxygen content from 39.05% to
33.11%. Similarly, the application of 1030# showed a small increase in the carbon content of
55.67% and a small decrease in the oxygen content of 29.48%. As compared to untreated raw
coal, the surface hydrophobicity of low-rank coal is enhanced following reagent treatment,
with 1030# exhibiting a superior effect.
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Figure 6. XPS survey scan spectrum of the coal with and without reagent treatment: (a) raw coal,
(b) low-rank coal with diesel oil treatment, (c) low-rank coal with 1030# oil treatment.

Table 4. Surface element composition and relative contents of the coal samples with and without
reagent treatment.

Types of Elements
Relative Contents/% :
C (0} Si Al Na
Raw coal 43.92 39.05 8.16 6.53 1.29
Diesel oil treatment 53.79 33.11 7.53 5.57 -

1030# oil treatment 55.67 29.48 6.28 492 -
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The Cls peaks of coal samples are shown in Figure 7. The binding energies of C-C/C-H,
C-O, C=0 and C=0-0O were determined to be 284.60, 285.60, 286.60 and 289.10 eV [3,39],
respectively, based on previous studies. The result from the deconvolution of the C peak for
coal samples with different reagent treatments is shown in Table 5. With the reagent treatment
of low-rank coal, the content of C-C/C-H increased, while the C-O and C=0 contents decreased.
This trend indicated that the hydrophobicity of low-rank coal was improved after reagent
treatment. Compared with diesel, the low-rank coal has higher contents of C-C/C-H and lower
contents of C-O, C=0 and O=C-O after 1030# treatment. This indicates that the effect of 1030#
treatment is more pronounced, which is consistent with the flotation result.

Baseline
Raw peak
— Fitting peak

A

Baseline
Raw peak
— Fitting peak

1 1 1 1 1

—— C-C/C-H ——C-C/C-H ——C-CIC-H
c-0 c-0 c-0
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Raw peak
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292 290 288 286 284
Binding Energy / eV

1 1 1

282 292 290
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Binding Energy / eV

282 292
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Binding Energy / eV

(a)

(b) (©

Figure 7. Cls peaks of the coal samples with and without reagent treatment: (a) raw coal, (b) low-rank
coal with diesel oil treatment, (c¢) low-rank coal with 1030# oil treatment.

Table 5. Result of deconvolution of the C peak of coal samples with and without reagent treatment.

Types of Functional Group

Relative Contents/%

C-C/C-H C-0 C=0 C=0-0
Low-rank coal 42.69 32.07 19.34 5.9
Diesel oil treatment 51.99 16.31 20.68 11.01
1030# oil treatment 64.28 28.55 3.65 3.52

3.4.3. Surface Wettability Test Results

The quality of the flotation results is contingent upon the wettability of hydrophobic
mineral particles and the surface tension of bubbles in a turbulent fluid flotation environ-
ment. The contact angle measurement was employed to investigate the surface wettability
of coal samples treated with various regents. The raw coal sample exhibited a contact angle of
40.25°, whereas the contact angle of coal treated with diesel and 1030# is depicted in Figure 8.
Notably, the contact angle increased with a rise in agent dosage, while employing the same
collector. Specifically, for a diesel dosage of 500, 1000, 2000 and 4000 g/t, the contact angle
increased to 49, 54, 56.9 and 62.5°, respectively. In comparison, for a 1030# dosage of 500,
1000, 2000 and 4000 g/t, the contact angle was 71, 76, 90 and 97°, respectively, which was
higher than that of diesel. This result suggests that non-polar hydrocarbon oil does not
easily spread on the surface of low-rank coal. Conversely, the polar groups in 1030# tend
to be directionally adsorbed to the polar positions of low-rank coal under the influence of
hydrogen bonding. It was observed that the higher the hydrophobicity of the coal surface,
the greater the contact angle, and consequently, more efficient flotation can be achieved.
Additionally, a greater dosage yielded a more prominent effect, which is consistent with
the flotation results.
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Figure 8. The contact angle of coal samples after diesel and 1030# treatment, and the dosage of diesel
and 1030# are: (a) 500 g/t; (b) 1000 g/t; (c) 2000 g/t; (d) 4000 g/t, respectively.

3.4.4. Surface Wettability Test Results

The degree of adhesion between the bubble and coal sample can directly reflect the
floatability of coal samples. The interaction between the air bubble and coal surface under
different collectors could reveal the performance of the collector on the coal surface [40].
In this study, the force curves of the interaction between bubbles and coal surfaces were
investigated at different collector dosages of 500, 1000, 2000 and 4000 g/t, under varying
concentrations of diesel and 1030# as shown in Figures 9 and 10. The experimental results
demonstrate that the interaction between the bubble and particle underwent several dis-
cernible stages. Initially, no force was detected as the bubble approached the coal surface
(point A). Subsequently, the bubble made contact with the coal surface (point B) and exerted
a downward pressure of 0.3 mm (point C). As the coal sample was subsequently displaced,
the bubbles underwent stretching to their maximum extent (point D) before eventually
disengaging form the coal surface (point E). Therefore, the force corresponding to point
D is the maximum adhesion force between the bubble and coal surface, and the force
corresponding to point E is the pull-off force between the bubble and the coal surface.
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Figure 9. The force curve between bubble and coal surface in different concentrations of diesel

solution, (a) 500 g/t; (b) 1000 g/t; (c) 2000 g/t; (d) 4000 g/t.
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Figure 10. The force curve between bubble and coal surface in different concentrations of 1030# solu-
tion, (a) 500 g/t; (b) 1000 g/t; (c) 2000 g/t; (d) 4000 g/t.

The effect of diesel and 1030# concentration on the adhesion force and pull-off force
between the bubble and coal samples is presented in Figure 11. The maximum adhesion
forces and pull-off forces were determined at diesel dosages of 500, 1000, 2000 and 4000 g/t.
The maximum adhesion forces were found to be 87.49, 109.90, 121.69 and 126.64 uN,
while the maximum pull-off forces were measured at 76.68, 97.00, 99.82 and 101.54 uN,
respectively. Similarly, the maximum adhesion forces and pull-off forces were measured at
1030# dosages of 500, 1000, 2000 and 4000 g/t. The maximum adhesion forces were found to
be 109.72, 120.43, 131.40 and 150.87 uN, while the maximum pull-off forces were measured
at 88.72,100.31, 110.14 and 137.63 uN, respectively. Notably, the maximum adhesion force
was generally observed to be higher when 1030# was utilized as a collector, as compared
to diesel. It is important to note that a higher adhesion force between the bubble and
particle leads to the enhanced floatability of coal during the flotation process [41]. The
variation in hydrophobicity of low-rank coal can be primarily attributed to the difference
in the content of polar components presented in the collector. The raw material used for
producing the vegetable collector is the oil-rich seed kernel, which contains unsaturated
fatty acids and glycerol. The polar components in the collector possess a polar end and
a non-polar end. The polar end can interact with the polar sites present on the surface
of low-rank coal through hydrogen bonding, thereby exposing the non-polar end and
resulting in an increase in the hydrophobicity on the coal surface. This implies that the
1030# agent has a greater affinity towards the polar regions of low-rank coal, leading to the
creation of a more hydrophobic coal surface that is conducive to flotation. Additionally, the
maximum pull-off force on the coal surface increased with an increase in the dosage of the
collector. This suggested that a higher concentration of the collector leads to an increase in
the hydrophobicity of the coal surface, making it harder for bubbles and coal particles to
separate during the flotation process. This observation favors flotation, as it results in a
higher yield of coal particles. Moreover, the trend observed in the pull-off force is consistent
with the flotation results.
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Figure 11. Effect of diesel and 1030# concentration on the adhesion force and pull-off force between
bubbles and coal samples, (a) adhesion force between bubbles and coal samples; (b) pull-off force
between bubbles and coal samples.

4. Conclusions

Environment-friendly vegetable oil 1030# was used to enhance the flotation perfor-
mance of low-rank coal in this investigation. The flotation yield using 1030# was always
higher than that of using diesel, especially at a high dosage. When a 4000 g/t dosage was
used, an 88.56% yield was obtained with 1030#, 50.64% higher than that with diesel. The
mechanism of 1030# used as an environment-friendly collector was discussed based on
GC-MS, FTIR, XPS and contact angle, and bubble—particle interaction tests. The results
of FTIR and XPS analyses revealed a significant decrease in the oxygen content on the
surface of coal samples, as well as an increase in the content of hydrophobic functional
groups, following treatment with collectors. The results of GC-MS also showed that 1030#
contains a large number of polar components; the presence of polar components had a
more significant effect due to the adhesion desorption between bubbles and coal particles
being enhanced by the presence of polar groups. The contact angle with reagent treatment
also increased with the increase in polar components. Additionally, the maximum adhesion
force and pull-off force on the coal surface increased with an increase in the content of
polar groups. The large number of polar components containing oxygen in vegetable
oil easily bonded and interacted with the oxygen-containing functional groups on the
surface of low-rank coal under the action of hydrogen bonding, thus increasing the surface
hydrophobic area of coal, making it easier to float and improving the flotation efficiency.
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