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Abstract: Coal mining produces a large amount of gangue that pollutes the environment, causing
surface subsidence and damaging the groundwater systems. Backfill mining is an effective technology
used to solve this problem, but there is a risk of polluting the groundwater due to the heavy metal
ions present in the backfill material. Pb2+ has been determined to be a representative element because
of its existence in coal gangue samples but not in fly ash. The risk of gangue-based cemented backfill
causing groundwater pollution can be evaluated by studying the Pb2+ leaching from gangue under
various conditions. When comparing the leaching amounts of Pb2+ from the coal gangue particles
and the test blocks, it was found that cement filling has an obvious consolidation effect on the Pb2+ in
coal gangue. The above process shows that cemented backfill has an obvious consolidation effect on
the Pb2+ in gangue. The results of the theoretical analysis, X-ray, and SEM show that the consolidation
mechanism can be divided into four modes: physical encapsulation, ion exchange, ion adsorption,
and chemical reaction. The results are of great significance for revealing the leaching mechanism
of the heavy metals in coal gangue, assessing the risk of heavy metal pollution in groundwater via
gangue-cemented backfill, and improving the mining theory of the gangue-cemented filling and
groundwater protection.

Keywords: gangue; cemented backfill; stress; Pb2+; leaching behavior; physical encapsulation; ion
exchange; ion adsorption; chemical reaction

1. Introduction

While coal mining meets energy demands, gangue covers vast areas of land and
pollutes the environment [1,2]. Backfill mining can prevent surface subsidence, maintain
buildings and regional water systems, improve the resource recovery rate, and solve the
problems of waste accumulation and the waste of land resources, which is in line with
the concept of a “green mine” [3–7]. The filling body is buried deep for long periods of
time and faces the coupling effect of “force, heat, chemical and seepage”. The heavy metal
elements carried by gangue leach due to hydrolysis, dissolution, and ion exchange increase
the risk of groundwater pollution [8,9].

Reducing the impact of waste on the environment is a relevant issue, and scientists
around the world are trying to minimize it. In recent years, a great amount of work has
been carried out to study a material created on the basis of enrichment tailings, with the aim
of its subsequent use in closed, waste-free (low-waste) production, or in products intended
for civil engineering [10,11]. The continuous water tank leaching test developed by the
European Union Organization for Standardization shows the leaching characteristics of the
hazardous substances of large materials under normal use, and can accurately explain the
release mechanism and release behavior of the heavy metals in gangue-based cement filling
materials [12,13]. Wang [14] found that the different heavy metal elements in gangue have
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different leaching rates, and that the leaching process is long-term. Yao [15] studied the
influence of an alternate dry and wet environment, and of the pH of a soaking solution on
the hydrogeochemical effect of the heavy metal release in coal gangue with experimental
tests. Qi [16], Xu [17], and Song [18,19] studied the relationship between the leaching
strength of the heavy metal elements from backfill body and the concentration of those
elements in an external solution. Huang [20] et al. found that the leaching strength of the
heavy metal elements of weathered gangue is higher than that of those in fresh coal gangue,
because of significant changes in its compactness and integrity.

Many scholars have studied the consolidation effect of cementation on heavy metals,
such as Liu [21] and Zhao [22], who found that the proportion of impermeable pores in the
filling body increases with an increase in the proportion of bonded sand, that the hydration
products become more compact and improve the mechanical properties, and that the heavy
metal solidification rate exceeds 70%. Shi [23] and Pan [24] characterized the compressive
strength and pore structure of backfilling samples with different calcination and binder
ratios, and evaluated the leaching concentration of the heavy metals. Liu [25] studied the
leaching behavior of the heavy metals in tailings at different stages of the consolidation
discharge, and clarified the blocking effect of cementitious materials on the heavy metal
migration in the consolidation of tailings. The research results of Liu [26] and others showed
that cemented backfill has a solidification effect on the heavy metals in backfill materials,
and the ecological risk of using coal gangue as a cemented backfill material is low. Similar
conclusions were also proposed in the research results on tailings-cemented backfill [27].
Liu [28] et al. found that the hydration reaction, physical encapsulation, and chemical
reaction to the precipitate heavy metal ions play a role in heavy metal consolidation.
Santoro [29] and others found that the ettringite and C-S-H gel generated by the hydration
reaction can adsorb the heavy metals. Peysson [30] et al. found that the hydration reaction’s
products exchange ions with the heavy metals to achieve the chemical fixation of the heavy
metal ions.

The strength of the backfill body depends on factors such as the component propor-
tion [31,32], the type and dosage of the additives [33–35], the particle size [36,37], and the
external environment during the consolidation process [38]. Additionally, the size of the
pores and fractures, which are determined by the above factors in the backfill body, can be
shown via an X-ray or CT, etc., as can the patency of the leaching channel for the heavy
metals [39–41]. Fu [42] and Wu [43] et al. revealed that the failure of the backfilling body
includes four stages: microcrack closure, linear elastic, microcrack propagation, and crack
penetration failure. Guo [44] found that the failure mode of the gangue-cemented filling
material gradually changed from a splitting failure to a shear failure with an increase in
size. Liu [45] found that the destruction of the gangue-based cemented backfill mainly
occurred at the interface of the coarse aggregate and cementitious material. Zhang [46]
found that the permeability of the gangue-based cemented backfilling increases with an
increase in the acid corrosion time and osmotic pressure, and decreases with an increase
in axial pressure. The greater the degree of the damage to the cemented backfill body, the
more developed the internal fractures and the more evident the connection between the
fractures are, including the formation of network fractures. The above research mainly
focuses on the failure procedure of the backfilling body, which has a significant impact
on the leaching channel of the heavy metals, thus affecting the leaching intensity of the
heavy metals.

Previously conducted studies have established that the gangue direct backfill pollutes
the groundwater due to its presence of heavy metal ions. However, the pollution risk of
the gangue-based cemented backfill needs to be studied by considering the change in the
gangue particle size during the cemented backfill, as well as the physical and chemical
reaction of fine particles such as fly ash and cement during the consolidation process.
The purpose of this study is to estimate and reduce the disasters stemming from gangue
cemented backfill mining. To achieve this, it is necessary to carry out the following tasks:
(1) select appropriate elements and track their leaching behavior; (2) screen for the particle
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size and prepare samples, ICP tests, and strength tests, etc.; and (3) conduct an appropriate
theoretical analysis.

This paper establishes the relationship between the stress environment and the leach-
ing strength of the heavy metal elements in the backfilling body via experiment tests, and
analyzes the consolidation mechanism of cement filling for the heavy metal elements in
gangue, providing a reference for mine environmental control.

2. Materials and Methods
2.1. Pollution Risk of Backfill Mining in Coal Mines

In recent years, based on the increasingly strong demand for environmental protection
and improvement in mining, backfill mining has become more popular. Gangue-based
cemented backfill mining mixes broken gangue (as coarse aggregate), fly ash (as fine
aggregate), and cementitious material to form a slurry with a concentration of 72~78%,
and is then transported to the goaf through pipelines to maintain the stability of the rock
stratum. The backfill body consolidation with slurry has the characteristics of an early
formation strength and a high compressive strength [47–49]. The process of gangue-based
cemented backfill mining is shown in Figure 1.
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Figure 1. Schematic map of backfill in coal mining.

The kind and quantities of the heavy metal elements contained in gangue are different
according to their regional geological conditions, but their pollution effect on groundwater
systems is essentially the same. The backfill body is buried deeply underground, and
its heavy metal elements continuously leach according to many external factors. As the
heavy metal elements continuously migrate and accumulate into groundwater and soil
systems, the health of the people at the top of the food chain is endangered because of the
accumulative effects seen in the animals and plants in the region. Therefore, heavy metal
pollution in the regional mine environment has the characteristics of concealment, stability,
durability, transferability, irreversibility, and a high hazard.
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2.2. Material Composition Analysis

The experimental equipment included an X-ray (Seiko Quality Trustworthy, Suzhou,
China;), an inductively coupled plasma spectrometer (ICP) (Thermo Fisher Scientific,
Waltham, MA, USA; Figure 2), and a pressure servo (Yongce Group Co., Ltd., Shanghai,
China). The experimental materials, such as coal gangue, fly ash, and Portland cement (42.5)
(produced by Zhengzhou Tianrui Cement Co., Ltd., Zhengzhou, China), were obtained from
Zhengzhou, and the experimental water was ordinary distilled water. The experiments
were conducted at room temperature. The chemical composition and the content of the
coal gangue and fly ash samples that were analyzed by the X-ray and ICP are shown in
Tables 1 and 2, respectively. The result shows that both the gangue and fly ash contain a
variety of heavy metal elements. However, a high content of Pb was detected in the gangue,
but not detected in the fly ash. Therefore, Pb was selected as the representative element
to evaluate the consolidation effect of the cemented backfill on the heavy metal elements
in gangue with continuous water tank leaching tests, under the premise of the changes
according to the time and stress environment.
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Table 1. Chemical components of fly ash.

Chemical Composition SiO2 Fe2O3 TiO2 Al2O3 CaO MgO P2O5 K2O LOI

Content (%) 46.50 4.56 1.55 30.58 7.89 0.76 0.21 0.96 6.99

Table 2. Chemical components of coal gangue.

Chemical Composition SiO2 Fe2O3 PbO Al2O3 CaO MgO P2O5 K2O S LOI

Content (%) 49.22 6.21 0.73 22.96 4.88 0.78 0.12 1.2 0.8 13.1
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2.3. Strength Test

The strength of the backfill body determines whether the backfill body can have a
role in environmental protection. The gangue particles are the skeleton of the backfill
body and play an important role in the strength of the backfill body. To highlight the
influence of the gangue particle size on the strength of the backfill body and the leaching
behavior of Pb2 +, the gangue was screened according to the particle sizes lower than 0.1 cm,
0.1~0.5 cm, 0.5~1.0 cm, 1.0~1.5 cm, and 1.5~2.0 cm. For convenience of expression, the
above-mentioned particle size groups are referred to as 0.1 cm, 0.5 cm, 1.0 cm, 1.5 cm, and
2.0 cm. According to the existing research [50–53], the slurry concentration is 78% and the
mass ratio of gangue: fly ash: cement is 8:3:1.

A cement paste mixer was used as the mixing equipment, and the mixing was carried
out at a revolution velocity of 62 r/min, and a rotation velocity of 140 r/min; the working
time was 18 min. The filling sequence was as follows: all the gangue particles were added to
the distilled water, which was added to the mixture of fly ash and cement. It was important
to remain vigilant during the periods of high-speed mixing to prevent the water from
splashing out from the mixer. Previously, the optimal amount of the Portland cement was
determined to be 8% of the solid mass. The Portland cement and the fly ash were mixed for
3 min, then, the distilled water was added, and the mixing was continued for an additional
5 min until a homogeneous mass was achieved. This mixing sequence was the result of
a sufficiently small amount of Portland cement, leading to its better distribution within
the entire volume of the material being prepared. The strength of the backfill body is a
decisive prerequisite for the implementation of backfill mining (T = 20 ± 2 ◦C; W ≥ 95%).
The uniaxial compression test equipment used was YAW-300E, produced by Yongce Group
Co., Ltd., Shanghai, China.

The size of sample was 10 cm× 10 cm× 10 cm, and the average value of the 3 samples
for each particle size was used. The curves of the compressive strength with the times of
the samples, with different particle sizes and times, are shown in Figure 3.
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It can be observed that: the strength of the backfill body increased the fastest in
the first 14 days and reached peak strength at day 28, which indicates that a series of
physical and chemical changes in the filling material, such as a hydration reaction, mainly
occurred in the first 28 days. In this process, fine particles, such as fly ash and cementitious
material, formed a cementitious structure with a flocculent network (as shown in Figure 4),
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which encloses and consolidates the gangue particles as one, thus showing their obvious
strength characteristics.
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Figure 5 shows the strength of the consolidated samples with different particle sizes at
day 28. The figure shows that, when the particle size is smaller than 1.0 cm, the strength of
the sample increases slightly with an increase in the particle size; when the particle size is
greater than 1.0 cm, the strength of the test block decreases with an increase in the particle
size. The maximum strength is about 10% higher than the minimum strength.
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2.4. Pore and Fracture Properties of Filling Body

The surface of the samples at day 28 was relatively rough and full of pores of different
sizes and different width cracks, as shown in Figure 6. The mercury intrusion analysis
of the samples showed that there was a large number of 0~50 µm diameters. The pore
diameter conformed to the normal distribution, and the proportion of the 20 µm diameter
was the largest, as shown in Figure 7. After the backfill body was consolidated, the heavy
metal elements in the gangue would leach from the pores and cracks.
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3. Results
3.1. Leaching Test Process

The solid/liquid ratio was 1:5. The leaching tests were carried out according to
Figure 8.
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Figure 8. Schematic diagram of leaching tests.

The leaching tests belong to the category of the NEN 7375:2004 tank leach test, which
is a classic and effective method of evaluating the leaching characteristics and release
mechanisms of the hazardous substances in the application scenario of block samples. In
the tests, the specimen is subjected to leaching in a closed tank. The leaching solution is
renewed after 3, 7, 14, 28, 60, and 120 days. The oxidant is sodium hydroxide solution with
a pH = 10.0.

The Pb leaching amount of each stage was calculated according to the formula:

Ei =
ci·Vs

f ·ρm·Vm

Ei is the release amount of the Pb in phase i, mg/kg; cj is the mass concentration of
the Pb in the leaching solution of phase i, µm; Vs is the leaching solution volume; f is the
conversion factor; ρm is the sample density; and Vm is the sample volume.

The Pb cumulative leaching amount was calculated according to the formula:

ε∗n =
n

∑
i=1

Ej

ε∗n is the Pb cumulative leaching amount.

3.2. Effect of Particle Size on the Leaching Strength of Pb2+

The object of study of the leaching test was the five groups of the selected coal gangue
with different particle sizes. The change in the Pb2+ molar concentration in the solution
after 3, 7, 14, 28, 60 and 120 days was measured to evaluate the effect of the particle size of
the gangue versus the Pb2+ leaching strength. The results are shown in Figure 9.

Figure 9 shows that: (1) The Pb2+ leaching strength has a significant negative corre-
lation with the particle size of the gangue. The smaller the particle size of the gangue,
the greater the Pb2+ leaching strength. This means that the smaller the particle size of the
gangue, the larger its contact surface with the solution, and the higher the leaching strength
of the Pb2+ under the same conditions. (2) The leaching strength of the Pb2+ in the gangue
with different particle sizes is far higher than the standard of groundwater, indicating that
the direct backfill of the gangue poses a serious pollution risk to groundwater systems. In
fact, this conclusion can be verified by an ICP test of the surface and groundwater samples
near the coal mine.



Minerals 2023, 13, 354 9 of 16Minerals 2023, 13, x FOR PEER REVIEW 9 of 17 
 

 

 
Figure 9. Curves demonstrating the amount of Pb2+ leaching versus particles sizes. 

Figure 9 shows that: (1) The Pb2+ leaching strength has a significant negative correla-
tion with the particle size of the gangue. The smaller the particle size of the gangue, the 
greater the Pb2+ leaching strength. This means that the smaller the particle size of the 
gangue, the larger its contact surface with the solution, and the higher the leaching 
strength of the Pb2+ under the same conditions. (2) The leaching strength of the Pb2+ in the 
gangue with different particle sizes is far higher than the standard of groundwater, indi-
cating that the direct backfill of the gangue poses a serious pollution risk to groundwater 
systems. In fact, this conclusion can be verified by an ICP test of the surface and ground-
water samples near the coal mine. 

3.3. Effect of Stress on Pb2+ Leaching 
The gangue-based cemented backfill body is buried deep underground for long pe-

riods of time. When the external stress exceeds its ultimate strength, a failure will happen, 
causing changes to its physical properties. A Pb2+ leaching test was conducted using 
gangue, whose particle size was 1.0 cm in the initial cementation state and under a differ-
ent external stress. The external stress was set as 0 times, 0.25 times, 0.5 times, 0.75 times, 
1 times, and 1.25 times of the strength of the sample, to investigate the effect of both the 
stress and the sample physical state of the Pb2+ leaching. The results are shown in Figure 
10. 

Figure 9. Curves demonstrating the amount of Pb2+ leaching versus particles sizes.

3.3. Effect of Stress on Pb2+ Leaching

The gangue-based cemented backfill body is buried deep underground for long peri-
ods of time. When the external stress exceeds its ultimate strength, a failure will happen,
causing changes to its physical properties. A Pb2+ leaching test was conducted using
gangue, whose particle size was 1.0 cm in the initial cementation state and under a different
external stress. The external stress was set as 0 times, 0.25 times, 0.5 times, 0.75 times,
1 times, and 1.25 times of the strength of the sample, to investigate the effect of both the
stress and the sample physical state of the Pb2+ leaching. The results are shown in Figure 10.
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Figure 10 shows that the Pb2+ leaching amount of the gangue in the consolidated
state is only about 3% of the rough gangue. The sample leaching amount of the Pb2+ in
the critical failure state (where the stress is 1.0 times of the strength) is 3~4 times that of
the normal state, while the leaching strength of the sample in the full failure state (where
the stress is 1.25 times of the strength) is 8~10 times that of the normal state. Even in the
full failure state, its Pb2+ leaching amount is only about 25% of that of the rough gangue
particle. This means that, compared with the direct filling of gangue, the pollution risk of
gangue-based cemented backfill to groundwater is significantly restricted.

The leaching amounts of the samples in the first 28 days is large under the different
stresses, and then decreases significantly. Especially for the samples in a critical failure
state or full failure state, the leaching amount of the Pb2+ increases rapidly, more obviously
in the first 28 days. The leaching strength of the Pb2+ is negatively correlated with external
stress when the stress is lower than the ultimate strength, as the leaching strength of the
Pb2+ decreases with the increase in stress. When the stress of the sample is higher than the
ultimate strength, the leaching strength of the Pb2+ increases rapidly.

4. Discussions
4.1. Encapsulation

The fine aggregate (cement and fly ash) undergoes a hydration reaction in the process
of consolidation, producing a large amount of granular or fibrous C-S-H (mCaOnSiO2·xH2O)
gel. The scale of the C-S-H gel increases with time, because the hydration reaction is in-
creasingly more sufficient. This C-S-H gel covers the surface of the gangue particles, greatly
reducing their contact area with the external solution. The leaching of the heavy metal
elements in the gangue particles is, therefore, limited because of physical encapsulation.
Figure 11a shows the samples prepared for the SEM test. Figure 11b shows the microstruc-
ture analysis of the cemented backfill body using SEM. It shows that a large amount of the
C-S-H gel covers the surface of the gangue particles.
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4.2. Ion Exchange between Hydration Products and Pb2+

The X-ray information and the test setup are shown in Table 3.
Figure 12 shows the X-ray analysis of the gangue-based cemented backfill body. The

results show that the cement backfill contains quartz, kaolinite, illite, dihydrate gypsum,
smectite, mix salt, calcite, and other minerals. The ion exchange process is shown in
Equation (1).

Pb2+ + Ca(C-S-H)2 → Pb(C-S-H)2 + Ca2+ (1)
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Table 3. The information of the X-ray and the test setup.

Name D/Max-3B X-ray diffractometer

Manufacturer Rigaku (Japanese)

Test conditions Cu target, K radiation, graphite curved crystal monochromator

Slit system

DS (divergent slit): 1◦

RS (receiving slit): 1◦

SS (anti-scattering slit): 0.15 mm
RSM (monochromator slit): 0.6◦

X-ray tube voltage 35 kV

X-ray tube current 30 mA

Qualitative analysis
Scanning mode: continuous scanning;

Scanning speed: 3◦/min;
Sampling interval: 0.02◦

Quantitative analysis
Scanning mode: step scanning;

Scanning speed: 0.25◦/min;
Sampling interval: 0.01◦

Databases The standard powder diffraction data provided by JCPDS-ICDD
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4.3. Adsorption of Hydration Products on Pb2+

The Pb2+ is physically adsorbed by the negatively charged C-S-H. The chemical
adsorption of the Pb2+ by the C-S-H gel is usually shown in the Pb2+ bonds with Ca2+ and
Si4+, and forms precipitates such as mixed salts. The reaction can be verified by the X-ray
analysis of the cement backfill.

Pb2+ + 2(C-S-H)− → Pb-(C-S-H)2 (2)

3Pb2+ + 7OH− + H+ + Ca2+ + SO2−
4 → Pb2SO4(OH)2·Pb(OH)2·Ca(OH)2·H2O (3)

4.4. Pb2+ Chemical Reaction

During the consolidation of the filling body, the Pb2+ in the gangue participates in the
physical and chemical reaction, generating precipitation such as ash and resulting in the
Pb2+ consolidation.

1. The reaction between CaO and water, as well as the neutralization reaction between
H+ and OH−, and the combination of the Pb2+ and OH− to form precipitated Pb(OH)2,
are expressed as:
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CaO + H2O→ Ca(OH)2 (4)

H+ + OH− → H2O (5)

Pb2+ + OH− → Pb(OH)2 (6)

2. The SO2−
4 , the external environment reacts with Ca(OH)2, CaO, and Al2O3, and gener-

ates hydrated calcium silicate (Equation (7)) and gypsum dihydrate (Equation (8)). It
also produces a combination of Pb2+ and SO2−

4 to produce PbSO4, which is insoluble
in water and acid solution.

3. S6+ and O2− are combined to generate SO2−
4 , which, combined with Ca2+, can also

produce gypsum dihydrate (Equation (8)).

Ca2+ + SO2−
4 → CaSO4 (7)

4CaO·Al2O3·19H2O + 2Ca(OH)2 + 3SO2−
4 + 14H2O → 3CaO·Al2O3·3CaSO4·32H2O + OH− (8)

CaSO4 + 2H2O→ CaSO4·2H2O (9)

Pb2+ + SO2−
4 → PbSO4 (10)

4. The hydration reaction generates hydrated calcium silicate gel.

2(2CaO·SiO2) + 4H2O→ 3CaO·3SiO2·3H2O + Ca(OH)2 (11)

5. The OH− and H+ in the solution enter the filling body, decomposing the ettringite
and hydrated calcium silicate gel.

3CaO·Al2O3·3CaSO4·32H2O + OH− → 6Ca2+ + 2Al(OH)−4 + 3SO2−
4 + 4OH− + 26H2O (12)

3CaO·2SiO2·3H2 + H+ → 3Ca2+ + 2SiO2 + H2 (13)

It should be noted that the above chemical reactions are not limited to a specific period,
and are cycled during the entire process. The reaction intensity changes with the external
temperature, stress state, and other factors.

4.5. Summary of the Consolidation Mode

The heavy metal consolidation of the cement backfill can be divided into four ap-
proaches: physical encapsulation, ion exchange, ion adsorption, and chemical reaction, as
shown in Figure 13.
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As the gangue-based cemented backfill body suffers the coupling effect of multiple
forces, such as “force, chemistry, heat, seepage”, the manner of the heavy metal consolida-
tion will vary with time and the external environment, and with mutual transformation
and coordination. For example, the chemical reaction and ion exchange are the main
characteristics within the first 28 days of consolidation, because the strength of the filling
body is low, and the external solution can enter the filling body in a relatively smooth
way, reacting with the heavy metal elements and removing the heavy metal ions. After
28 days of the consolidation of the backfill body, its strength is close to peak values, and
the hydration reaction forms a large amount of C-S-H gel, which forms an inclusion for the
gangue particles, and the adsorption effect of the heavy metal elements is greatly enhanced.
When the filling body is damaged, more gangue particles are exposed and in contact with
the solution. At the same time, when the C-S-H gel is damaged, the adsorption effect is
relatively reduced, resulting in a greater leaching intensity of the heavy metal elements.
The process is also consistent with the leaching curve.

5. Conclusions

The paper analyzed the Pb2+ leaching strength and the reasons for this occurrence in
gangue-based cemented backfill according to different factors, so as to provide support for
the prevention of the pollution risks of coal power production and to improve the relevant
theory of a “green mine”.

(1) The direct backfill of gangue has a high pollution risk with regards to groundwater.
According to the leaching curve of the Pb2+ of gangue particles (Figure 8), there is
a negative correlation between the particle size of gangue and the Pb2+ leaching
strength, that is, the smaller the particle size, the higher the Pb2+ leaching strength.
The Pb2+ leaching direction gradually extends from the surface of the coal gangue to
the interior of the coal gangue along the micro-pores with time, but the Pb2+ leaching
is only limited near the gangue surface because of its limited size and lack of complete
connection to the pores.

(2) Cemented filling has an obvious “consolidation” effect on the Pb2+ in gangue, which
can greatly reduce the risk of groundwater pollution from the direct backfill of gangue.
The influencing factors are: (a) The gangue particles are wrapped by fine particles
such as fly ash, greatly reducing the contact surface with the solution, as well as the
Pb2+ leaching strength. (b) The Pb2+ participates in the chemical reaction and forms
new macromolecular compounds. (c) The C-S-H gel blocks the Pb2+. However, the
leaching strength of the Pb2+ in the gangue-based cemented backfill was relatively
high in the first 28 days, resulting in a loss of groundwater function. Especially if
the backfill body is damaged, the leaching amount of the Pb2+ is greatly increased.
Therefore, the strength of the gangue-based backfill body should be guaranteed to
avoid the heavy metal pollution of groundwater systems.

(3) In the Pb2+ leaching channel, there are vast quantities of pores and cracks in the
cemented backfill body, and their quantity will change according to external stress.
When the stress on the samples does not reach the ultimate strength, the pores and
cracks are compressed, the contact interface between the gangue and solution is
reduced, the Pb2+ leaching channel becomes smaller, and the Pb2+ leaching strength
is reduced. When the stress on the samples reaches or exceeds the ultimate strength,
the samples are destroyed and cracks will develop rapidly, not only becoming larger
in size but even forming linear or reticular cracks. On the one hand, the amount of
coal gangue exposed to the solution increases; on the other hand, the Pb2+ leaching
channel is obviously smooth.

(4) These conclusions can aid in the prevention and control of the heavy metal pollution
of non-metallic mines and other underground landfills.



Minerals 2023, 13, 354 14 of 16

Author Contributions: Conceptualization, H.W. and Q.W.; methodology, H.W.; software, H.W.;
validation, H.W. and Q.W.; formal analysis, Q.W., Y.W., B.T. and J.M.; investigation, Q.W.; re-
sources, H.W. and Y.W.; data curation, Y.H., B.T. and J.M.; writing—original draft preparation,
H.W.; writing—review and editing, H.W., Y.H., B.T. and J.M.; visualization, H.W. and Y.H.; supervi-
sion, Q.W. and Y.W.; project administration, Q.W. and Y.W.; funding acquisition, H.W. All authors
have read and agreed to the published version of the manuscript.

Funding: This study received financial support from the Funding: Foundation of He’nan Science
and Technology Committee (NO. 222102320447).

Data Availability Statement: The datasets used and/or analyzed during the current study are
available from the corresponding author upon reasonable request.

Conflicts of Interest: The authors declare no competing interest.

References
1. Bian, Z.; Miao, X.; Lei, S.; Chen, S.-E.; Wang, W.; Struthers, S. The Challenges of Reusing Mining and Mineral-Processing Wastes.

Science 2012, 337, 702–703. [CrossRef]
2. Nordstrom, D.K. Mine Waters: Acidic to Circmneutral. Elements 2011, 7, 393–398. [CrossRef]
3. Zhang, J.; Li, M.; Taheri, A.; Zhang, W.; Wu, Z.; Song, W. Properties and Application of Backfill Materials in Coal Mines in China.

Minerals 2019, 9, 53. [CrossRef]
4. Zhu, C.; Zhang, J.; Abbas, T.; Zhou, N.; Li, Z.; Li, M. Control effect of coal mining solid-waste backfill for ground surface

movement in slice mining: A case study of the Nantun Coal Mine. Environ. Sci. Pollut. Res. 2022, 1–19. [CrossRef]
5. Lv, W.; Guo, K.; Wang, H.; Feng, K.; Jia, D. Evolution Characteristics of Overlying Strata Fractures in Paste Composite Filling

Stope. Minerals 2022, 12, 654. [CrossRef]
6. Wang, X.; Zhang, J.; Li, M.; Gao, F.; Taheri, A.; Huo, B.; Jin, L. Expansion Properties of Cemented Foam Backfill Utilizing Coal

Gangue and Fly Ash. Minerals 2022, 12, 763. [CrossRef]
7. Zhao, Y.; Taheri, A.; Soltani, A.; Karakus, M.; Deng, A. Strength Development and Strain Localization Behavior of Cemented

Paste Backfills Using Portland Cement and Fly Ash. Materials 2019, 12, 3282. [CrossRef]
8. Qirui, W.; Qingxiang, C.; Cong-An, M.; Fen-yong, L. Assessment on heavy metal pollution in Shengli Open Pit Mine. Coal Sci.

Technol. 2006, 10, 72–73+78. [CrossRef]
9. Wang, X.; Wang, Y.; Gao, L.; Zhou, X.; Zhao, H.; He, J.; Chen, J.; Wu, Q. Research on influence of coal gangue on ecological risk in

grassland coal mining area. Coal Sci. Technol. 2022, 50, 226–234. [CrossRef]
10. Kongar-Syuryun, C.; Aleksakhin, A.; Khayrutdinov, A.; Tyulyaeva, Y. Research of rheological characteristics of the mixture as a

way to create a new backfill material with specified characteristics. Mater. Today Proc. 2021, 38, 2052–2054. [CrossRef]
11. Ermolovich, E.A.; Ivannikov, A.L.; Khayrutdinov, M.M.; Kongar-Syuryun, C.B.; Tyulyaeva, Y.S. Creation of a Nanomodified

Backfill Based on the Waste from Enrichment of Water-Soluble Ores. Materials 2022, 15, 3689. [CrossRef]
12. Nikravan, M.; Ramezanianpnour, A.A.; Maknoon, R. Technological and environmental behavior of petrochemical incineration

bottom ash (PI-BA) in cement-based using nano-SiO2 and silica fume (SF). Constr. Build. Mater. 2018, 191, 1042–1052. [CrossRef]
13. Zhang, W.; Honaker, R. Calcination pretreatment effects on acid leaching characteristics of rare earth elements from middlings

and coarse refuse material associated with a bituminous coal source. Fuel 2019, 249, 130–145. [CrossRef]
14. Hao, W. Migration of Harmful Elements in Underground Filling of Phosphorous Tailings; Guizhou University: Guiyang, China, 2019.
15. Meng, Y. Hydrogeochemistry of Heavy Metals Release in Coal Gangue during Dry-Wetting Processes; Chang’an University: Xi’an,

China, 2017.
16. Qi, W. Experimental Study on Environmental Effects of Gangue Backfilled Body in Underground Coal Mines; China University of Mining

and Technology: Xuzhou, China, 2019.
17. Xinyuan, X. The Speciation Analysis of Heavy Metal in Coal Gangue and Releasing Mechanism Research; Henan Polytechnic University:

Jiaozuo, China, 2015.
18. Song, T.; Huang, Y.; Zhang, J.; Li, J. Numerical simulation on migration effects of heavy metal elements in coal gangue backfilling

body caused by the lithology of coal seam floor. J. China Coal Soc. 2018, 43, 1983–1989. [CrossRef]
19. Song, T. Study on Geochemical Characteristics and Heavy Metal Element Migration of Coal Gangue Backfilling Material; China University

of Mining and Technology: Xuzhou, China, 2019.
20. Huang, Y.; Li, J.; Song, T.; Sun, Q.; Kong, G.; Wang, F. Microstructure of Coal Gangue and Precipitation of Heavy Metal Elements.

J. Spectrosc. 2017, 2017, 3128549. [CrossRef]
21. Liu, W.; Du, R.; Zhao, Z.; Zhang, R.; Wan, Y.; Hui, L. Development of lead smelting slag-based ecological mine backfill material:

Performance control and heavy metals solidification. Constr. Build. Mater. 2023, 367, 130310. [CrossRef]
22. Zhao, Y.; Qiu, J.; Wu, P.; Guo, Z.; Zhang, S.; Sun, X. Preparing a binder for cemented paste backfill using low-aluminum slag and

hazardous oil shale residue and the heavy metals immobilization effects. Powder Technol. 2022, 399, 117167. [CrossRef]
23. Shi, X.; Wang, X.; Wang, X. Dual waste utilization in cemented paste backfill using steel slag and mine tailings and the heavy

metals immobilization effects. Powder Technol. 2022, 403, 117413. [CrossRef]

http://doi.org/10.1126/science.1224757
http://doi.org/10.2113/gselements.7.6.393
http://doi.org/10.3390/min9010053
http://doi.org/10.1007/s11356-022-24164-5
http://doi.org/10.3390/min12050654
http://doi.org/10.3390/min12060763
http://doi.org/10.3390/ma12203282
http://doi.org/10.13199/j.cst.2006.10.76.wangqr.025
http://doi.org/10.13199/j.cnki.cst.2021-0074
http://doi.org/10.1016/j.matpr.2020.10.139
http://doi.org/10.3390/ma15103689
http://doi.org/10.1016/j.conbuildmat.2018.09.135
http://doi.org/10.1016/j.fuel.2019.03.063
http://doi.org/10.13225/j.cnki.jccs.2017.1374
http://doi.org/10.1155/2017/3128549
http://doi.org/10.1016/j.conbuildmat.2023.130310
http://doi.org/10.1016/j.powtec.2022.117167
http://doi.org/10.1016/j.powtec.2022.117413


Minerals 2023, 13, 354 15 of 16

24. Yang, P.; Liu, L.; Suo, Y.; Qu, H.; Xie, G.; Zhang, C.; Deng, S.; Lv, Y. Basic characteristics of magnesium-coal slag solid waste
backfill material: Part I. preliminary study on flow, mechanics, hydration and leaching characteristics. J. Environ. Manag. 2023,
329, 117016. [CrossRef]

25. Liu, C. Study on solidified effect of heavy metal in consolidated and cemented tailings emission disposal with multifield coupling.
China Univ. Min. Technol. Beijing 2018, 63–64.

26. Hengfeng, L.; Jixiong, Z.; Nan, Z.; Linging, S.; Luobin, Z.; Cunli, Z.; Li, W. Study of the lenching and solidification mechanism of
heavy metals from gangue-based cemented paste backfilling materials. J. China Univ. Min. Technol. 2021, 50, 523–531. [CrossRef]

27. Li, R.; Wang, H.; Wu, A.-X.; Wang, C. Experimental Study of the Effect of Paste Filling in Mined-out Area on Underground Water
Quality. J. Min. Saf. Eng. 2010, 27, 281–284.

28. Liu, P.; Shao, G.; Huang, R. Experimental study of gold tailings stabilized by microbe cement. J. China Univ. Min. Technol. 2020,
49, 654–660. [CrossRef]

29. Santoro, V. Potential application of ettringite generating systems for hazardous waste stabilization. J. Hazard. Mater. 1996, 51,
241–252. [CrossRef]

30. Peysson, S.; Péra, J.; Chabannet, M. Immobilization of heavy metals by calcium sulfoaluminate cement. Cem. Concr. Res. 2005, 35,
2261–2270. [CrossRef]

31. Zhou, N.; Ma, H.; Ouyang, S.; Germain, D.; Hou, T. Influential Factors in Transportation and Mechanical Properties of Aeolian
Sand-Based Cemented Filling Material. Minerals 2019, 9, 116. [CrossRef]

32. Li, F.; Yin, D.; Zhu, C.; Wang, F.; Jiang, N.; Zhang, Z. Effects of Kaolin Addition on Mechanical Properties for Cemented Coal
Gangue-Fly Ash Backfill under Uniaxial Loading. Energies 2021, 14, 3693. [CrossRef]

33. Peng, X.; Guo, L.; Liu, G.; Yang, X.; Chen, X. Experimental Study on Factors Influencing the Strength Distribution of In Situ
Cemented Tailings Backfill. Metals 2021, 11, 2059. [CrossRef]

34. Xu, W.; Cao, P.; Tian, M. Strength Development and Microstructure Evolution of Cemented Tailings Backfill Containing Different
Binder Types and Contents. Minerals 2018, 8, 167. [CrossRef]

35. Zhang, J.; Deng, H.; Taheri, A.; Deng, J.; Ke, B. Effects of Superplasticizer on the Hydration, Consistency, and Strength
Development of Cemented Paste Backfill. Minerals 2018, 8, 381. [CrossRef]

36. Wu, J.; Feng, M.; Chen, Z.; Mao, X.; Han, G.; Wang, Y. Particle Size Distribution Effects on the Strength Characteristic of Cemented
Paste Backfill. Minerals 2018, 8, 322. [CrossRef]

37. Wu, J.; Feng, M.; Xu, J.; Qiu, P.; Wang, Y.; Han, G. Particle Size Distribution of Cemented Rockfill Effects on Strata Stability in
Filling Mining. Minerals 2018, 8, 407. [CrossRef]

38. Zhao, Y.; Taheri, A.; Karakus, M.; Deng, A.; Guo, L. The Effect of Curing under Applied Stress on the Mechanical Performance of
Cement Paste Backfill. Minerals 2021, 11, 1107. [CrossRef]

39. Gao, B.; Cao, S.; Yilmaz, E. Effect of Content and Length of Polypropylene Fibers on Strength and Microstructure of Cementitious
Tailings-Waste Rock Fill. Minerals 2023, 13, 142. [CrossRef]

40. Wang, Y.; Li, C.; Hou, Z.; Yi, X.; Wei, X. In Vivo X-ray Computed Tomography Investigations of Crack Damage Evolution of
Cemented Waste Rock Backfills (CWRB) under Uniaxial Deformation. Minerals 2018, 8, 539. [CrossRef]

41. Cao, S.; Yilmaz, E.; Song, W. Evaluation of Viscosity, Strength and Microstructural Properties of Cemented Tailings Backfill.
Minerals 2018, 8, 352. [CrossRef]

42. Fu, J.-X.; Du, C.; Song, W. Strength sensitivity and failure mechanism of full tailings cemented backfills. J. Univ. Sci. Technol.
Beijing 2014, 36, 1149–1157. [CrossRef]

43. Wu, J.-Y.; Feng, M.-M.; Yu, B.-Y.; Chen, Z.-Q.; Mao, X.-B.; Han, G.-S. Experimental Study on Strength and Deformation
Characteristics of Gangue Cemental Backfill Under Optimal Grading Conditions. Rock Soil Mech. 2020, 51, 78–82. [CrossRef]

44. Guo, Y.; Zhao, Y.; Feng, G.; Ran, H. Study on damage size effect of cemented gangue backfill body under uniaxial compression.
Chin. J. Rock Mech. Eng. 2021, 40, 2434–2444. [CrossRef]

45. Liu, J.; Liu, W.; Mu, Y.; Zhao, G. Basic Experiment and Study on Optimal Proportioning and Mechanical Properties of Waste Paste.
Min. Saf. Environ. Prot. 2014, 41, 28–31.

46. Zhang, G. Study on the Evolution of Mechanical Properties and Seepage Law of Gangue Cemented Backfill in Acidic Environment; China
University of Mining and Technology: Xuzhou, China, 2022.

47. Huang, Y.; Sun, H.; Shi, Z.; Han, F.; Long, Y. Discussion on feasibility of coal mining under building structures with like gypsum
material back filling. Coal Sci. Technol. 2003, 10, 51–53+39. [CrossRef]

48. Huang, Y.C.; Sun, H.H. Experimental Study on the Mechanical Properties of Paste-like Fill Material. J. China Univ. Min. Technol.
2004, 14, 107–110.

49. Huang, Y.; Dong, Y.; Duan, Z.; Shao, L.-C.; Song, K. Practice of technology of coal mining with paste-like filling under water.
China Min. Mag. 2013, 22, 80–82.

50. Kongar-Syuryun, C.B.; Faradzhov, V.V.; Tyulyaeva, Y.S.; Khayrutdinov, A.M. Effect of activating treatment of halite flotation
waste in backfill mixture preparation. Min. Inf. Anal. Bull. 2021, 2021, 43–57. [CrossRef]

51. Khayrutdinov, A.; Kongar-Syuryun, C.; Kowalik, T.; Faradzhov, V. Improvement of the backfilling characteristics by activation of
halite enrichment waste for non-waste geotechnology. IOP Conf. Ser. Mater. Sci. Eng. 2020, 867, 012018. [CrossRef]

http://doi.org/10.1016/j.jenvman.2022.117016
http://doi.org/10.13247/j.cnki.jcumt.001284
http://doi.org/10.13247/j.cnki.jcumt.001170
http://doi.org/10.1016/S0304-3894(96)01828-6
http://doi.org/10.1016/j.cemconres.2005.03.015
http://doi.org/10.3390/min9020116
http://doi.org/10.3390/en14123693
http://doi.org/10.3390/met11122059
http://doi.org/10.3390/min8040167
http://doi.org/10.3390/min8090381
http://doi.org/10.3390/min8080322
http://doi.org/10.3390/min8090407
http://doi.org/10.3390/min11101107
http://doi.org/10.3390/min13020142
http://doi.org/10.3390/min8110539
http://doi.org/10.3390/min8080352
http://doi.org/10.13374/j.issn1001-053x.2014.09.004
http://doi.org/10.16285/j.rsm.2017.01.013
http://doi.org/10.13722/j.cnki.jrme.2021.0527
http://doi.org/10.13199/j.cst.2003.10.51.huangych.018
http://doi.org/10.25018/0236-1493-2021-1-0-43-57
http://doi.org/10.1088/1757-899X/867/1/012018


Minerals 2023, 13, 354 16 of 16

52. Wang, H.; Jiao, J.; Wang, Y.; Du, W. Feasibility of Using Gangue and Fly Ash as Filling Slurry Materials. Processes 2018, 6, 232.
[CrossRef]

53. Wang, H.; Zhao, C.; Chen, S. Method for determining the critical velocity of paste-like slurry filling into goaf using computational
fluid dynamics. Arab. J. Geosci. 2019, 12, 528. [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.

http://doi.org/10.3390/pr6120232
http://doi.org/10.1007/s12517-019-4664-x

	Introduction 
	Materials and Methods 
	Pollution Risk of Backfill Mining in Coal Mines 
	Material Composition Analysis 
	Strength Test 
	Pore and Fracture Properties of Filling Body 

	Results 
	Leaching Test Process 
	Effect of Particle Size on the Leaching Strength of Pb2+ 
	Effect of Stress on Pb2+ Leaching 

	Discussions 
	Encapsulation 
	Ion Exchange between Hydration Products and Pb2+ 
	Adsorption of Hydration Products on Pb2+ 
	Pb2+ Chemical Reaction 
	Summary of the Consolidation Mode 

	Conclusions 
	References

