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ABSTRACT: To explore the adsorption mechanism of H2O molecules on
the surfaces of defective coal molecules and perfect bituminous coal
molecules, the energy band structure, electronic density of states, electrostatic
potential, and front orbitals on the surfaces of three coal molecule models
were investigated using quantum chemical density functional theory (DFT)
simulations. The adsorption energy and Mulliken charge layout of H2O
molecules with the surfaces of defective coal molecules and perfect bituminous
coal molecules were similarly investigated. The results of the DFT calculations
showed that the widths of the forbidden bands of the defective coal molecular
surfaces were narrower, and the electrostatic potential values were smaller. In
addition, they each had an increased conduction band near the Fermi energy
level, a larger electronic density of states near the Fermi energy level, and a
higher electron activity and electron density than those of the perfect
bituminous coal molecular surface. While stable adsorption of H2O molecules occurred on the surfaces of the single-vacancy-
defective coal molecules, double-vacancy-defective coal molecules, and perfect bituminous coal molecules, the adsorption energy
values were −39.401, −30.002, and −29.844 kJ/mol for the more stable configurations, corresponding to −0.022, −0.013, and
−0.011 electrons gained by H2O molecules, respectively. Wettability improved with the appearance of defects, and the order of
improvement was single-vacancy-defective coal molecule > double-vacancy-defective coal molecule > no-defect coal molecule.

1. INTRODUCTION
Flotation is a beneficiation method that employs the difference
in physical and chemical properties of a mineral surface to
separate useful minerals from the vein, involving a solid−
liquid−gas phase making it suitable for sorting low-grade, fine-
grained leached ore and often involving the froth flotation
method.1−3 Coal is one of the most abundant and widely
distributed energy sources in the world,4 abundant in China,
the United States, Russia, and Australia.5,6 The flotation
method is used to efficiently separate fine coal particles, reduce
the ash content in coal particles, and remove fine sulfur iron
ore from coal particles.7

Flotation methods utilize the principle of liquid surface
tension so that while hydrophobic mineral particles attach
readily to air bubbles, hydrophilic particles, which are easily
wetted by water to form a hydrated film, cannot attach to the
air bubbles and remain in the pulp, thus facilitating sorting.8

The wettability of fine coal particles is an important factor in
determining the success of flotation. The wettability of the coal
molecule surface is mainly influenced by the grade of the coal,
surface functional groups, surface electronic properties, and
defects.9,10 Low-grade coal contains more oxygen-containing
functional groups: −COOH, −OH, −C�O, −O−, and H2O
molecules, which easily form hydrogen bonds, especially
−COOH, and the hydration film formed prevents the fine

coal particles from attaching to air bubbles.11 Medium- and
high-grade coals have fewer oxygen-containing functional
groups, but the defects on the surfaces of the coal molecules
enhance adsorption with H2O molecules; thus, the coal
molecules do not easily attach to air bubbles. The gain and
loss of electrons on the surfaces of coal molecules affect their
interaction with H2O molecules and, consequently, the
wettability of the surfaces of coal molecules. To separate
hydrophilic fine coal particles, a suitable flotation agent needs
to be added to improve the wettability of the coal particle
surface so that it can easily adhere to the air bubbles and make
sorting easier.12

Recent developments in density functional theory (DFT)
and molecular dynamics simulation, as well as improvements in
computer hardware, have enabled quantum theory and
molecular simulation methods to provide effective theoretical
tools for the study of adsorption properties of gases in coal

Received: September 23, 2022
Accepted: November 21, 2022
Published: December 6, 2022

Articlehttp://pubs.acs.org/journal/acsodf

© 2022 The Authors. Published by
American Chemical Society

47031
https://doi.org/10.1021/acsomega.2c06146

ACS Omega 2022, 7, 47031−47039

https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Liyong+Tian"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Xiuyu+Yang"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Shuai+Wang"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ning+Yu"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/showCitFormats?doi=10.1021/acsomega.2c06146&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?goto=articleMetrics&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?goto=recommendations&?ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?fig=abs1&ref=pdf
https://pubs.acs.org/toc/acsodf/7/50?ref=pdf
https://pubs.acs.org/toc/acsodf/7/50?ref=pdf
https://pubs.acs.org/toc/acsodf/7/50?ref=pdf
https://pubs.acs.org/toc/acsodf/7/50?ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://pubs.acs.org?ref=pdf
https://pubs.acs.org?ref=pdf
https://doi.org/10.1021/acsomega.2c06146?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://http://pubs.acs.org/journal/acsodf?ref=pdf
https://http://pubs.acs.org/journal/acsodf?ref=pdf
https://creativecommons.org/licenses/by-nc-nd/4.0/
https://creativecommons.org/licenses/by-nc-nd/4.0/
https://creativecommons.org/licenses/by-nc-nd/4.0/
https://creativecommons.org/licenses/by-nc-nd/4.0/
https://acsopenscience.org/open-access/licensing-options/


seams and the calculation of surface interactions.13−15 The
application of molecular simulations to calculate coal-water
adsorption, coal surface electronic properties, and wettability
has been important research in the field of coal flotation.16 Xia
et al. used MD simulation to demonstrate coal-water, coal-
bubble, and coal-catcher interactions and concluded that
−COOH and −OH in lignite molecules could easily form
hydrogen bonds with H2O molecules to form a hydration film.
The film then prevented the coal molecules from attaching to
the air bubbles. After adding the catcher, the wettability of the
coal surface was significantly improved, and flotation was
facilitated.17 Zhang et al. investigated the surface wettability of
coals of different grades using a combination of experiments
and simulations. They found that the magnitude of the degree
of the contact angle was bituminous coal > anthracite > lignite,
indicating that lower grade coals had greater wettability.18 Xia
et al. analyzed the effect of adding of dodecyl trimethylammo-
nium bromide (DTAB) to the surface of low-grade coal on its
adsorption characteristics by experimental methods. The
results showed that the hydrophobicity of the coal surface
first increased with addition of small quantities of DTAB and
then later decreased as the DTAB concentration increased.
The interaction between H2O molecules and coal molecules
decreased, which effectively improved the hydrophobicity of
low-grade coal.19 Wang et al. investigated the relationship
between coal surface wettability and oxygen-containing
functional groups at the molecular level by constructing
different oxygen-containing functional groups on the coal
surface and then simulating the interaction between H2O
molecules and OFGs.20 Some research results have shown that
the graphite surface is hydrophobic, whereas other results have
suggested that graphite is mildly hydrophilic. Max and Zhuang
et al. therefore investigated the wettability of graphite by
constructing three kinds of defects on its surface: point defects,
line defects, and zone defects.21,22 Shakeri et al. explored the
electronic properties of SW defects distributed on AGNR using
a tight-binding model and concluded that defect density has
significant effects on conductivity, band gap, and transport
properties.23 Guo et al. compared the formation energy and
adsorption energy differences of molecular structural defects in
tectonic coals with the help of molecular simulations to explore
the formation mechanism of structural defects and simulated
the adsorption behavior of gas molecules on different structural
defects using the grand canonical Monte Carlo (GCMC)
method.24 del Castillo et al. used molecular simulations to
reveal the effect of graphene surface defects on the adsorption
properties and adsorption time stability of CO2 molecules.25

There are many local and international studies on the
simulation and calculation of the adsorption of different small
molecules on the surfaces of coal molecules,26−31 but the
analysis of the adsorption of small molecules at the atomic and
electronic level is still relatively rare. To determine the
adsorption behavior of different defective coal molecular
surfaces with H2O molecules, we investigated the energy
band structure, electronic density of states, electrostatic
potential, and frontline orbitals of three kinds of coals:
single-vacancy-defective, double-vacancy-defective, and perfect
bituminous coal molecular model surfaces. The analysis
utilized density functional theory to compare the interactions
between H2O molecules and coal molecular surfaces with
different degrees of defects and to explore their adsorption
mechanisms. The study is intended to add to our under-
standing of coal surface wettability and to provide a new

perspective on the interfacial interactions in the flotation
process of coal.

2. SURFACE MODEL AND CALCULATION METHOD
2.1. Model Construction. To analyze the effect of defects

in bituminous coal molecules on the adsorption of H2O
molecules, we selected the hexacyclic aromatic cluster 2 × 2
(C16H10) to simulate the initial bituminous coal surface to be
used for the quantum chemical calculations, as shown in Figure
1(a). By deleting No. 3 C atom on the surface of the initial coal

molecule, dangling bonds were formed on Nos. 2, 4, and 11 C
atoms, where Nos. 4 and 11 C atoms will form stable bonds,
resulting in a single-vacancy-defective coal molecule surface
model, as shown in Figure 1(b). By deleting Nos. 2 and 3 C
atoms on the surface of the initial coal molecule, stable bonds
were formed between Nos. 1 and 10 and between Nos. 4 and
11, resulting in a double-vacancy-defective coal molecule
surface model, as shown in Figure 1(c).

2.2. Calculation Details. Materials Studio software was
used to calculate the molecular properties and optimize the
initial no-defect bituminous coal molecules, single-vacancy-
defective coal molecules, double-vacancy-defective coal mole-
cules, and H2O molecules. The Dmol3 module was used for the
geometric optimization of the different molecules mentioned
above, and the maximum number of iterations of the geometric
optimization was set at 500 to ensure its convergence. The
correlation function of electron exchange adopted the
Perdew−Burke−Ernzerhof (PBE) functional based on a
generalized gradient approximation (GGA)32 and used the
DFT semicore pseudopots and double numeric with polar-
ization (DNP) basis set,33 The accuracy was set at “Fine”,
electron spins were unrestricted, and electronic distribution
was symmetric. The convergence accuracy of the self-

Figure 1. Geometrically optimized models of the different coal
molecules and the H2O molecule (white: H atoms; red: O atoms;
gray: C atoms). (a) No-defect coal molecules, (b) single-vacancy-
defective coal molecules, (c) double-vacancy-defective coal molecules,
(d) H2O molecule.

ACS Omega http://pubs.acs.org/journal/acsodf Article

https://doi.org/10.1021/acsomega.2c06146
ACS Omega 2022, 7, 47031−47039

47032

https://pubs.acs.org/doi/10.1021/acsomega.2c06146?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.2c06146?fig=fig1&ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.2c06146?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


consistent field was set at 1.0 × 10−6,34 max SCF cycles was set
at 500, and smearing was set at 0.005 Å. The convergence
criteria for geometric optimization were as follows: energy was
set at 1.0 × 10−5 Ha, max. force was set at 0.002 Ha/Å, and
max. displacement was set at 0.005 Å. The geometrically
optimized surfaces of the different coal models and H2O
molecules are shown in Figure 1. The stable adsorption
configurations of the different coal molecules with H2O
molecules were calculated using the Grimme method for DFT-
D correction.

The electrostatic potential and frontline orbital properties of
the different coal molecule surface models and the H2O
molecules that completed the energy optimization were
calculated using the Dmol3 module. The electrostatic potential
analysis was performed by simultaneously calculating the
electron density and electrostatics and then deriving the
electrostatic potential map by analysis. The CASTEP module
was used to calculate the energy band structure and total
density of states (TDOS) of the perfect bituminous coal
molecules35 as well as the single-vacancy-defective and double-
vacancy-defective coal molecules with complete energy
optimization. The different coal molecules were optimized by
placing them in 15 × 15 × 15 Å periodic crystals. The
exchange correlation function and convergence standard were
the same as those of the Dmol3 module, and ultrasoft
pseudopotentials were used to describe the interaction
between the electrons and ions.36 The high-symmetry points
of the simple Brillouin zone were recorded to calculate the
width of the forbidden band. Eight special high-symmetry
points were selected and identified as G, Z, T, Y, S, X, U, and
R. The width of the forbidden band was obtained through the
energy band. The smearing value used for the TDOS analysis
was 0.2 eV.

The wettability of the H2O molecules on the surfaces of the
different coal molecules can be expressed in terms of the

adsorption energy. The adsorption energy is negative because
this is an exothermic reaction. The lower the value, the
stronger the adsorption; the more stable the adsorption, the
greater the wettability, and vice versa. The calculation formula
of adsorption energy is as follows:

E E E Eads A/B A B= (1)

where Eads is the adsorption energy of the H2O molecules on
the surfaces of the different coal molecules (kJ/mol); EA/B is
the total energy of the stabilized system after adsorbing the
H2O molecules on the surfaces of the different coal molecules
(kJ/mol); EA is the energy of the different coal molecules
before adsorption (kJ/mol); and EB is the energy of the H2O
molecule before adsorption.

3. RESULTS AND DISCUSSION
3.1. Energy Band Structure Analysis. The energy band

structure can reflect the surface electron leap properties of the
coal molecule model. Figure 2 shows the energy band structure
on the surfaces of the defective and perfect coal molecule
models. As the figure illustrates, the widths of the forbidden
bands of the single-vacancy-defective coal molecules, double-
vacancy-defective coal molecules, and perfect bituminous coal
molecules are 0.630, 0.689, and 2.611 eV, respectively, with no
overlap between the valence and conduction bands. The
narrower the forbidden band, the easier it is for electrons to
jump from the highest occupied state to the lowest empty orbit
and the less energy required for the jump. The forbidden bands
of both the single-vacancy-defective and double-vacancy-
defective coal molecules are narrower than that of the perfect
surface, indicating that the defects affected the electronic
properties of the coal molecule surface so that the electrons
could jump more easily leading to enhanced adsorption of the
defective coal molecules and H2O molecules. The width of the
forbidden band of the single-vacancy-defective coal molecules

Figure 2. Energy band structure of the different coal molecules.
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was narrower than that of the double-vacancy-defective coal
molecules, as a result of the dangling bonds. According to
energy band theory, the closer the energy band to the Fermi
energy level, the stronger the ability of the valence band to lose
electrons and the conduction band to gain them.37−39 The
figure illustrates that the energy bands on the surfaces of the
defective coal molecules are closer to the Fermi energy level,
and at 0−3 eV, the single-vacancy-defective, double-vacancy-
defective, and perfect coal molecules have 3, 2, and 1
conduction bands, respectively. The increase in the conduction
band indicates that the electron activity is in the order of
single-vacancy defect > double-vacancy defect > no-defect, and
the electrons can easily jump from the valence band to the
conduction band.

3.2. Total Density of States (TDOS) and Electrostatic
Potential Analysis. TDOS characterizes the relationship
between the number of states and energy, reflecting the degree
of electron activity; the electrostatic potential characterizes the
degree of charge enrichment on the surface of the coal
molecules. Figure 3 illustrates the electronic density of states
and the projections of electrostatic potential on the surfaces of
the different coal molecules. The greater the number of states
near the Fermi energy level, the more electronically active the
coal molecule surface is. The blue area in the figure illustrates
the negative electrostatic potential, that is, the charge with
negative electrical properties. When the color is darker, the
electrostatic potential is smaller, indicating electron sufficiency.
The red area in the figure illustrates the positive electrostatic
potential, that is, the charge with positive electrical properties.
When the color is darker, the electrostatic potential value is
greater, indicating a relative lack of electrons. The TDOS plots
reveal relatively sharp wave peaks with peaks of 7.38 and 4
electrons/eV occurring on the surfaces of the single- and
double-vacancy-defective coal molecules, respectively, both in
the 0−3 eV range of the conduction band. In contrast, only
small wave peaks occur on the surfaces of the perfect coal
molecules, with a peak of 3.38 electrons/eV. The higher
density of states near the Fermi energy level of the defective
coal molecule indicates that the electrons on the surface of
defective coal molecules are more active.40−43 The projection
of the electrostatic potential shows that the smallest electro-
static potential value of the single-vacancy-defective coal
molecule surface was located at the defects with a value of
−0.041 au (Figure 3(a)); the smallest electrostatic potential
value of the double-vacancy-defective coal molecule surface
was around the five-ring aromatic cluster with a value of
−0.027 au (Figure 3(b)); the smallest electrostatic potential
value of the perfect coal molecule surface was around the

whole 2 × 2 aromatic cluster with a value of −0.025 au (Figure
3(c)). A comparison of the magnitude of the electrostatic
potential values on the surfaces of the different coal molecules
reveals that the surfaces of the single-vacancy-defective coal
molecules have the highest electron density. In summary, the
surfaces of the defective coal molecules are more electronically
active, have higher degrees of electron accumulation, interact
more strongly with H2O molecules, and utilize less adsorption
energy than the surfaces of the perfect coal molecules.

3.3. Frontline Orbital Analysis. Frontline orbital theory
suggests that reactants have higher reactivity in their highest
occupied molecular orbitals (HOMO) and lowest unoccupied
molecular orbitals (LUMO). These determine the interactions
between reactants. Usually, the HOMO of one reactant reacts
with the LUMO of another reactant, and the smaller the
absolute value (ΔE) of the energy difference between the two,
the more efficient the interaction between the reactants.44,45

The frontline orbital energy differences between the different
coal molecular models and H2O molecules were calculated,
and the results are shown in Table 1. As the table shows, ΔE2 <

ΔE1. This indicates that the LUMOs of the different coal
molecular models are able to interact efficiently with the
HOMOs of the H2O molecules. A comparison of ΔE2 shows
that the absolute value of the energy difference between the
LUMO of the defective coal molecular model and the HOMO
of the H2O molecule is much smaller than that of the perfect
coal molecular model, with the smallest ΔE2 for the single-
vacancy-defect coal molecule, indicating that the H2O
molecule is easily adsorbed on the defective coal molecular

Figure 3. TDOS and electrostatic potential projections on the surfaces of the different coal molecules. (a) Single-vacancy-defective coal molecules,
(b) double-vacancy-defective coal molecules, (c) no-defect coal molecules.

Table 1. Calculated Frontline Orbital Energy Differences
between the Different Coal Molecular Models and H2O
Moleculesa

Frontier orbital
energies/eV

Frontier orbital
energy difference/eV

Models HOMO LUMO ΔE1 ΔE2

Single-vacancy-defect −4.125 −3.897 5.178 2.847
Double-vacancy-defect −4.437 −3.692 5.490 3.052
No-defect −4.992 −2.361 6.045 4.383
H2O −6.744 1.053 - -

aΔE1 = |Ecoal HOMO − EH2O LUMO|, ΔE2 = |EH2O HOMO −
Ecoal LUMO|, where Ecoal HOMO and Ecoal LUMO are the
HOMO and LUMO energies on the surfaces of the different coal
molecular models, respectively; EH2O HOMO and EH2O LUMO are
the HOMO and LUMO energies of the H2O molecule, respectively.
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model, especially on the surface of the single-vacancy-defective
coal molecular model.

The frontline orbitals of the three coal molecule models and
H2O molecules are illustrated in Figure 4, where Figure 4(a−c)

shows the LUMOs of the three coal molecules, respectively,
and Figure 4(d) shows the HOMOs of the H2O molecules.
For a clear view of the frontline orbitals, the LUMO
equivalence surfaces of the different coal molecules were
taken to be 0.03 electrons/Å3, and the HOMO equivalent
surface of the H2O molecule was taken to be 0.07 electrons/
Å3. As Figure 4 illustrates, the LUMOs of the defective coal
molecules appear at the defects of the coal molecules and on
the C atoms around the defects (Figure 4(a,b)), with the
intensity being greatest at the defects. The LUMO of the
perfect coal molecule appears on the C atom around the 2 × 2
aromatic cluster (Figure 4(c)). The HOMO of the H2O
molecule appears on the O atom (Figure 4(d)) and has the
maximum intensity at this position. Therefore, the more the O
atoms of the H2O molecules tend to adsorb at the sites of the
defects of the defective coal molecules and the C atoms around
the aromatic clusters of perfect coal molecules, the more stable
the adsorption system is.

3.4. Adsorption Energy Calculation and Charge
Analysis. The adsorption of H2O molecules occurs in two
ways. First, two H atoms point toward the surface of the coal
molecule model (downward); second, two H atoms point in
the direction of the vacuum (upward).46 Due to the
appearance of LUMO orbitals and the deepest color of
electrostatic potential projection on the defects of defective
coal molecules and the C atom around the aromatic cluster of
perfect coal molecules, combined with the symmetry of coal
molecules, five adsorption sites were created on the surfaces of
the single-vacancy-defective coal molecules and those of the
perfect coal molecules, respectively (see Figure 6(a−e) and
Figure 6(l−p)). In the case of the double-vacancy-defective

coal molecules, six adsorption sites were created on their
surfaces (Figure 6(f−k)). That is, there were 32 combinations
of adsorption configurations for the adsorption mode of H2O
molecules and the model adsorption sites of coal molecules.
When placing the H2O molecule, the oxygen atom was taken
as the placement center for the H2O molecule, due to the fact
that the HOMO orbital of the H2O molecule appeared on the
oxygen atom. The initial distance of the placement center of
H2O molecules adsorbed on the surface of the coal model were
3 Å. The side and top views are illustrated in Figure 5. The

initial adsorption configurations of the H2O molecules on the
surfaces of the different coal molecular models are illustrated in
Figure 6 (only the adsorption direction is shown as
downward).

To investigate the adsorption of the H2O molecules on the
surfaces of the defective and the perfect coal molecules, density
functional calculations were performed for the 32 adsorption
configurations of the H2O molecules on the surfaces of the
three coal molecules. The adsorption energies of the optimized
H2O molecules on the surfaces of the single-vacancy-defective,
double-vacancy-defective, and perfect coal molecular models
are presented in Tables 2 to 4, respectively. As shown in the
tables, the adsorption energies of all the 32 adsorption
conformations are negative, indicating that the H2O molecules
have adsorption behavior with each conformation. The
adsorption energy of the H2O molecules in the different
conformations by downward adsorption is smaller than that
which takes place by upward adsorption. The downward
conformation has obvious advantages and is more stable in
structure as discussed below. The adsorption energy of H2O
molecules at the adsorption sites a, b, c, and d on the surfaces
of the single-vacancy-defective coal molecules is less than that
of e, indicating that wettability at the sites of the defects is
stronger. Although the H2O molecule of configuration a is
located at the defect, the adsorption of the H2O molecule at
the surface site a of the coal molecule is weaker than that of b,
c, and d because of the large π system on the surface of the
coal molecule. Here, the electron density on the surface is
higher than that on the C atom. After the H2O molecules
adsorbed with the surfaces of the single-vacancy-defective coal
molecules, the position of the H2O molecules changed
significantly, and the coal molecules all suffered different
degrees of deformation, as shown in Figure 7(a−e),
corresponding to Figure 6(a−e), respectively. As can be
seen, the adsorption stability of H2O molecules on the single-
vacancy-defective coal molecules was much greater than that
on the surfaces of the double-vacancy-defective coal molecules
and the perfect coal molecules.

The best adsorption sites for the H2O molecules on the
surfaces of the single-vacancy-defective coal molecule, the
double-vacancy-defective coal molecule, and the perfect coal

Figure 4. Frontline orbitals of the different coal molecular models and
H2O molecules. (a) Single-vacancy-defective coal molecules, (b)
double-vacancy-defective coal molecules, (c) no-defect coal mole-
cules, (d) H2O molecule.

Figure 5. H2O molecule adsorption mode (left: side view, right: top
view).
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molecules are c, j, and l sites, corresponding to adsorption
energy values of −39.401, −30.002, and −29.844 kJ/mol,
respectively. This indicates that the adsorption stability of H2O
molecules on the surfaces of the three coal molecules is
greatest in the single-vacancy-defective coal molecule, followed
by that of the double-vacancy-defective coal molecule, and
then least in the one with no defect. This result is consistent
with those obtained from comparing the electronically active
degrees in the energy band analysis. Figure 8 illustrates the
DOS diagrams of the surfaces of different coal molecules after
adsorption of H2O molecules. In the range of 0−3 eV in the
conduction band, the peak surface density of states of single-

Figure 6. Initial adsorption configurations of the H2O molecules on the surfaces of the different coal molecular models (downward). (a) H2O/
single-vacancy defect a, (b) H2O/single-vacancy defect b, (c) H2O/single-vacancy defect c, (d) H2O/single-vacancy defect d, (e) H2O/single-
vacancy defect e, (f) H2O/double-vacancy defect f, (g) H2O/double-vacancy defect g, (h) H2O/double-vacancy defect h, (i) H2O/double-vacancy
defect i, (j) H2O/double-vacancy defect j, (k) H2O/double-vacancy defect k, (l) H2O/no-defect l, (m) H2O/no-defect m, (n) H2O/no-defect n;
(o) H2O/no-defect o, (p) H2O/no-defect p.

Table 2. Adsorption Energy of H2O Molecules on the
Surface of the Single-Vacancy-Defective Coal Molecular
Model

Adsorption energy/Eads(kJ·mol−1)

Single-
vacancy

Single-
vacancy

Single-
vacancy

Single-
vacancy

Single-
vacancy

Adsorption
mode defect a defect b defect c defect d defect e

Upward −31.645 −37.340 −37.209 −36.728 −26.491
Downward −38.766 −39.319 −39.401 −39.225 −38.603
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vacancy-defective coal molecules, double-vacancy-defective
coal molecules, and perfect coal molecules are 7.96, 3.95,
and 3.91 electrons/eV. The density of states near the Fermi

energy level of defective coal molecules is larger, which is
consistent with the predicted results.

Figure 9 illustrates the electrostatic potential projection of
H2O molecules in the most stable adsorption conformation of

the three coal molecules. The red area represents the positive
nature of the charge; the redder the color, the more positive
the charge. The blue area represents the negative nature of the
charge; the bluer the color, the more negative the charge, and
the more electrons that are obtained. As Figure 8 shows, the O
atom in the H2O molecule in the defective coal molecule with
single-vacancy defect has less electrostatic potential than that
of the perfect coal molecule, with an electrostatic potential
value of −0.083 au. The electrostatic potential penetration
distance of the H2O molecule in the defective coal molecule is
greater than that of the perfect coal molecule, which indicates

Table 3. Adsorption Energy of H2O Molecules on the Surface of the Double-Vacancy-Defective Coal Molecular Model

Adsorption energy/Eads(kJ·mol−1)

Double-vacancy Double-vacancy Double-vacancy Double-vacancy Double-vacancy Double-vacancy

Adsorption mode defect f defect g defect h defect i defect j defect k

Upward −8.717 −26.851 −28.516 −6.740 −29.870 −28.975
Downward −28.463 −27.308 −28.831 −28.749 −30.002 −28.999

Table 4. Adsorption energy of H2O molecules on the surface of the perfect coal molecular model

Adsorption energy/Eads(kJ·mol−1)

Adsorption mode No-defect l No-defect m No-defect n No-defect o No-defect p

Upward −26.943 −29.193 −28.878 −27.591 −29.353
Downward −29.844 −29.364 −28.999 −27.825 −29.605

Figure 7. Conformation of H2O molecule after adsorption on the
surface of a single-vacancy-defective coal molecule model (top view).
(a) H2O/single-vacancy defect a, (b) H2O/single-vacancy defect b,
(c) H2O/single-vacancy defect c, (d) H2O/single-vacancy defect d,
(e) H2O/single-vacancy defect e.

Figure 8. DOS diagrams of the surfaces of different coal molecules
after adsorption of H2O molecules. (a) Single-vacancy-defective coal
molecules, (b) double-vacancy-defective coal molecules, (c) no-defect
coal molecules.

Figure 9. Electrostatic potential projection of H2O molecules in the
most stable conformation of the different coal molecules.
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that the H2O molecule gains more electrons on the surface of
the defective coal molecule, and the electrostatic interaction
between the two molecules is stronger.

In order to illustrate the adsorption behavior of the two
molecules, the Mulliken atomic charges of H2O molecules on
the surfaces of different defective coal models were calculated.
Figure 10 illustrates the Mulliken atomic charge transfer

between the H2O molecule and each of the single-vacancy-
defective coal molecule, the double-vacancy-defective coal
molecule, and the perfect coal molecule model, with positive
values indicating loss of electrons and negative values
indicating gain of electrons. Since the charge of a single H2O
molecule without interaction is 0 e, the charge of the H2O
molecule adsorbed on the surface of the defective coal model is
the charge transferred during the interaction. The more
charges transferred, the stronger the adsorption interaction
between the two molecules and the more stable the adsorption
conformation. The most stable adsorption configurations are
those with the lowest adsorption energy. The charges of H2O
molecules in the most stable adsorption configurations of the
three coal molecules are −0.022, −0.013, and −0.011 e,
respectively, indicating that the H2O molecules adsorbed more
strongly on the surface of the defective coal molecules. These
results are consistent with the electrostatic potential projection
results. Combined with the adsorption energy calculation
results, it can be inferred that the more the charge transferred
from the surfaces of coal molecules to H2O molecules, the
smaller the adsorption energy, the more stable the adsorption
conformation, and the stronger the wettability.

4. CONCLUSIONS

(1) The results of the energy band structure, TDOS, and
electrostatic potential analysis on the surfaces of the
different coal molecules show that the surfaces of the
defective coal molecules have forbidden bands with
narrower widths, smaller electrostatic potential value,
and a larger electronic density of states near the Fermi
energy level. This means that the surfaces of the
defective coal molecules are more electronically active
and electron-accumulating than the surfaces of the
perfect coal molecules.

(2) The results of frontline orbital analyses of the different
coal molecular surface models and H2O molecules show
that the HOMOs of H2O molecules interact readily with
the LUMOs of the different coal molecular models, and
the H2O molecules are more likely to adsorb on the
surfaces of the defective coal molecular models.

(3) The results of adsorption energy and charge analysis of
H2O molecules on the surfaces of the different coal
molecule models show that the wettability of the H2O
molecules on the surfaces of the three coal molecules is
single-vacancy-defective coal molecules > double-va-
cancy-defective coal molecules > no-defect coal
molecules. It is therefore concluded that defects improve
the wettability of coal molecule surfaces.
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