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Abstract: In this study, we innovatively use sulphoaluminate cement slurry and its additives as a
fracturing fluid system for supercritical CO, graphene-permeable cement stone (referred to hereafter
as the SCGPCS) fracturing without sand. Utilizing small fluid volumes, small displacement and
small pump pressure, we obtain the success of the first field test in an extra-low desorption pressure
coal seam. Laboratory experiments have proven that sulphoaluminate cement is suitable as base
cements for the SCGPCS system due to their rapid setting and fast hardening characteristics. The
reaction of sodium carbonate + aluminum sulfate system and sodium bicarbonate + aluminum sulfate
system will generate precipitation to block the internal pore structure of cement stone, leading to a
decrease in permeability. Calcium hypochlorite (1.5 wt.%) + urea (0.6 wt.%) system is preferred as a
gas-generating agent system for SCGPCS. Sand (30 wt.%) with 300-425 um particle size is preferred as
a structural strength substance for SCGPCS. Graphene poly-gel (referred to hereafter as the GPG) has
a high FCI and good CO, foam stability. GPG (6.0 wt.%) is preferred as a foam stabilizer for SCGPCS.

f.f,‘,e,_f;‘tfeosr The thickening time of graphene—foam—cement slurry is 138 min at 50 °C, with long pumping time,
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Investigation on Coalbed Methane can be used to improve the permeability of SCGPCS. Field tests have proven that SCGPCS fracturing
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fations. Methane emission reduction and CO, storage are now key points in the global net-

zero emissions [1]. The development of coalbed methane and gas hydrate using CO,
replacement enables both CO, storage and efficient exploitation of methane [2,3].

Coal seams are generally characterized by low pressure, low permeability and strong
non-homogeneity [4-6]. In order to make coalbed methane development reach industrial ex-
This article is an open access article  PlOitation, production stimulation measures are necessary. Hydraulic fracturing is the preferred
distributed under the terms and ~ Method and the main measure to increase production in coalbed methane wells [7-11]. After
conditions of the Creative Commons ~ hydraulic fracturing, the coal seam fractures are pressed open and proppant is added to form
Attribution (CC BY) license (https:// ~ multiple seepage zones with high inflow capacity, effectively connecting the wellbore and the

creativecommons.org/licenses /by / reservoir, which can achieve the purpose of promoting drainage and increasing the rate of gas
40/). production [12,13].
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Coal-bearing strata have experienced strong tectonic movements after coal formation,
and the original structure of coal seams has been destroyed and plasticity enhanced [14,15].
Coalbed methane fracturing faces a series of technical difficulties, resulting in a poor
fracturing effect at the initial stage, which in turn leads to short continuous production time
and low gas production at the later stage [16-18]. By studying the characteristics of coalbed
methane reservoirs and summarizing the on-site fracturing construction experience, it is
believed that the main reasons for the low efficiency of coalbed methane development
are as follows. Large plasticity of coal seam. The coal seam mainly undergoes plastic
deformation during hydraulic fracturing, which cannot further extend the natural fractures
and cuttings, resulting in the inability to form a large number of long fractures for effective
hydraulic fracturing. The difference between the hardness of the proppant and the hardness
of the coal seam is large, and the embeddedness of the proppant leads to the inability to
achieve effective support for a long time, and the fractures are easy to close [19-21]. Natural
fractures exist in the coal seam. Fracturing can easily cause serious filtration loss, which
causes coal matrix swelling and pore blockage and affects the permeability of the coal
seam [22,23]. The coal rock has low Young’s modulus and large Pine ratio. Coal fines are
easy to produced to block the original coalbed methane seepage channels and affect the
production of coalbed methane [24-26].

Instead of pumping proppants into the well, a revolutionary way is investigated to
generate the proppants in the fracturing cracks [27,28]. The new fracturing fluid is solids
free. When the fracturing fluid is extruded into the fracture, it is solidified under the
temperature conditions of the formation, forming spherical proppant particles with certain
compressive strength. The chemistry can be tuned to generate proppant with different
particle sizes under different temperature. But the stiffness of the situ forming proppant
is very low, and it is difficult to apply in fracturing sites. The chemistry is susceptible to
the influence of other materials in the formation during consolidation. This study designs
and optimizes a graphene—CO, foam-cement slurry system adapted to coalbed methane
fracturing. Compared with conventional hydraulic fracturing, the inorganic gel system
is creatively used as an in situ forming proppant for coalbed methane fracturing. The
graphene-CO; foam-cement slurry is injected into the coal seam fracture at high pressure
and solidified to form a supercritical CO, graphene permeable cement stone (SCGPCS)
with certain compressive strength, which will form multiple high-infiltration fractures
under the pressure of the overlying rock layer. Graphene—foam—cement slurry with small
liquid volume, small displacement and low pumping pressure solves the problem of coal
fines generation and migration during fracturing. SCGPCS solves the problem of proppant
embeddedness and backflow with full filling in the cracks. SCGPCS reinforced coal seams
and high permeability, solving the problems of short continuous production time and low
gas production in the late stage of coalbed methane production.

2. Materials and Methods
2.1. Materials

Sulphoaluminate cement was obtained from Jiahua Special Cement Co., Ltd., Le-
shan, China. Sand was provided by Chengde Beiyan New Material Technology Co., Ltd.,
Chengde, China. Calcium hypochlorite, urea, aluminum sulfate, sodium carbonate and
sodium bicarbonate were purchased from Chengdu Kelong Chemical Co., Ltd., Chengdu,
China. A dispersant and water-reducing agent was obtained from Tianjin Kelioil Engineer-
ing Material and Technology Co., Ltd., Tianjin, China. Calcium Stearate was purchased
from Nanjing Steamboat Chemical Co., Ltd., Nanjing, China. Sodium carboxymethyl
cellulose was purchased from Qingdao Urso Chemical Technology Co., Ltd., Qingdao,
China. Lignosulfonate was purchased from Jinan Xinlong Chemical Co., Ltd., Jinan, China.
GPG was synthesized by laboratory. All chemicals are chemically pure.
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2.2. Preparation of SCGPCS

The prepared additives were added to the sulphoaluminate cement in mass ratio,
stirred with a glass rod and set aside; a quantity of water was added to a 1200 mL steel
cup in mass ratio and set aside; the high-speed mixer was switched on and the mixing rate
was set at 4000 r/min; the cement was poured into the steel cup, stirred for approximately
20 s and then poured into the mold. The prepared cement slurry molds were placed in
a repellent intermediate vessel, pressurized to 10 MPa, the temperature was raised to
40 °C and it was cured for 72 h; the SCGPCS was cured and processed into standard cores
(25 mm x 50 mm); the cores were dried at 60 °C for 60 h and set aside. Figure 1 shows the
prepared SCGPCS.

(a) (b)
Figure 1. The Core column of SCGPCS. (a) Longitudinal section. (b) Cross-section.
2.3. Preparation of GPG

Graphene nanosheets, double-soluble surfactants and nonionic surfactants were added
to ethanol or propanol volatile environment-friendly dispersant with boiling point below
100 °C in certain proportions, stirred and mixed well to make graphene dispersion; a
graphene dispersion substance was put into a non-metallic closed container and heated by
microwave; volatile dispersant was completely evaporated and vaporized at 90-100 °C,
and surfactants around graphene nanosheets form highly dispersed concentrated laminate
foam; graphene laminate foam was released to atmospheric pressure by ultrasonic vibration,
cooled to room temperature, and finally coalesced into graphene concentrated poly-gel.
Figure 2 shows the prepared GPG.

Figure 2. GPG prepared.
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2.4. Test Methods
2.4.1. Testing of Permeability of SCGPCS

The standard core of SCGPCS was put into a phase permeability tester (XSY-3, Haian
Petroleum Research Instruments Co., Ltd., Nantong, China) for water and gas permeability
testing, and the average value was taken and accurate to 0.1 mD. The test circumferential
pressure was 2.50 MPa, the displacement pressure was 0.20-0.30 MPa, and the test time
was 30 min. The permeability is calculated by Darcy’s law:

QxuxL

K =10°
“ TAXAD

)
K—Permeability, D;

Q—Flux, mL/s;

u—Viscosity of fluid, Pa-s;
L—Sample length, cm;

A—Sample cross-sectional area, cm
AP—Differential pressure, kPa.

3.
7

2.4.2. Testing of Compressive Strength of SCGPCS

The standard core of SCGPCS was placed in the center of the support block of the
automatic cement pressure tester (YAW-300, Jinan Kanyuan Testing Instruments Co., Ltd.,
Jinan, China), and the load was applied to the surface in contact with the plane of the
test block for compressive strength testing. Three parallel samples were taken at the
same time, and the average value was taken and accurate to 0.1 MPa as the test result of
compressive strength.

2.4.3. Testing of Cement Slurry Thickening Curve

The mixed cement slurry was poured into the slurry cup. The slurry cup was placed
into the an atmospheric consistometer (HTD125, Qingdao Haitongda Special Instrument
Co., Ltd., Qingdao, China), which recorded the temperature, pressure, consistency curve,
and experimental data in real time. This could be output from an external data interface to
an external computer, where the computer screen displayed the experimental curve while
the test results were finally printed out by a color printer. An atmospheric consistometer
can automatically control the rate of temperature rise (temperature gradient) and maintain a
constant temperature when the cement slurry reaches the set temperature with an accuracy
of <1 °C (33.8 °F). At the same time, it can automatically control the rate of pressure rise
(pressure gradient) and the pressure in the kettle is provided by a pneumatic ultra-high-
pressure pump and maintained by a pneumatic control valve.

2.4.4. Testing of Foam Stabilizer Performance

The prepared solution 150 mL was added to a 250 mL beaker and placed in a six-speed
rotating viscometer to test the apparent viscosity of the corresponding solution. After the
test, the solution was poured into a Warring mixer and the foam stabilizer was added to
the solution in proportion to the volume. CO; gas was introduced into the mixing cup and
stirred at 2000 rpm for 2 min. The foam generated was poured into a measuring cylinder to
record the volume of foam generated and the mouth of the cylinder was covered with a
double layer of plastic wrap. The cylinder was placed in an oven at a pre-set temperature
to test the half-life of the corresponding foam.

Foam Composite Index (referred to hereafter as the FCI):

FCI = VO X f]/z (2)

Vo—Initial foaming volume, mL;
t1 jp—Half-life, min.
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2.4.5. Testing of XRD, SEM and Microscope

The phase composition of the samples was analyzed with an X-ray diffractometer
(X'Pert MPD PRO, Paneth, Holland) under Cu (K«) radiation (V =40 kV, [ =40 mA) ata
scanning speed of 2° /min in the range of 5-70°. The sample to be measured was scattered
on a conductive tape, and the conductive tape was attached to a stainless-steel plate. Due to
the non-conductive nature of the sample, a thin layer of gold was sprayed onto the surface
of the test sample. The morphology of the samples was observed with a scanning electron
microscope (SEM) (Quanta 450, FEI Co., Hillsboro, OR, USA) at 20.00 kV. The pore structure
of the samples was tested with an electron microscope (CMM-50, Shanghai Changfang
Optical Instruments Co., Ltd., Shanghai, China).

3. Results and Discussion
3.1. Optimization of Cement Slurry System
3.1.1. Selection of Cement Types

The SCGPCS system uses sulphoaluminate cement, which can set quickly after en-
tering the formation and reach a large strength in a short period of time, able to form an
effective fracture support structure after fracturing. Oil well G-grade cement takes a long
time to reach a certain strength after setting. After the fracturing fractures are closed, the set
cementite is less strong and easier to crush. More cement debris and particles are produced,
blocking the fluid channels established by the cement itself, which has a greater negative
impact on coalbed methane production.

3.1.2. Preferred Gas-Generating Agent System

Gas-generating agent can be used in a calcium hypochlorite + urea system, sodium
carbonate + aluminum sulfate system, sodium bicarbonate + aluminum sulfate system.
The reaction equations are shown in Equations (2)—(4); these three reactions are exother-
mic reaction.

3Ca(ClO), + 2CO(NH,), — 2N, 1 +2C0O;, 1 +3CaCl, + 4H,0 3)
3Na,CO; + Aly(SOy4)5 + 3H,0 — 3CO, 1 +3NaySOy + 2A1(OH), | )
6NaHCO; + Aly(SO4); — 6CO, 1 +3NaySOy + 2A1(OH), | ®)

The reaction of aluminum sulfate + sodium carbonate system and aluminum sulfate +
sodium bicarbonate system will generate gas and precipitate. The microporous structure of
cement stone is easily blocked by precipitation, which causes more harm to permeability.
The reaction of calcium hypochlorite + urea system only produces gas and soluble ionic
compounds, which will not harm the permeability of cement stone. It is a more ideal
gas-generating agent system.

Figure 3 indicates that the calcium hypochlorite + urea gas-generating system produces
the largest volume of total gas. This is because the system not only produces CO; but
also Nj. The sodium carbonate + aluminum sulfate gas-generating system produces the
largest volume of CO,. The sodium bicarbonate + aluminum sulfate gas-generating system
produces the smallest volume of gas.

1. Effect of different concentrations of a calcium hypochlorite + urea gas-generating
system on the performance of cement stone.

Figure 4 shows that the volume of gas generated inside the cement stone increases with
the increase in calcium hypochlorite mass concentration. The increase in pore space inside
the cement stone core leads to the increase in permeability. When the mass concentration
of calcium hypochlorite is greater than 1.5%, the permeability of the cement stone core
increases, while the compressive strength decreases. This is because the larger the internal
pore space of cement stone under a certain pressure, the more easily the space structure is
destroyed, and the compressive strength will be reduced [29,30].
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Figure 3. Effect of gas-generating agent addition on the volume of generated gas. (a) Gas volume.
(b) CO, volume.
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Figure 4. Effect of different mass concentrations of calcium hypochlorite + urea gas-generating
system on the performance of cement stone.

2. Effect of different concentrations of sodium carbonate + aluminum sulfate gas-
generating system on the performance of cement stone.

Figure 5 shows that the permeability of cement stone core increases with the increase
in sodium carbonate mass concentration, while the compressive strength decreases. The
permeability of sodium carbonate + aluminum sulfate gas-generating system is smaller
than that of calcium hypochlorite + urea gas-generating system under the same amount of
addition. The reason is that calcium hypochlorite + urea gas-generating system generates
large volumes of gas. At the same time, a sodium carbonate + aluminum sulfate gas-
generating system generates gas and precipitation, and the precipitation will block the pore
structure of the cement stone, resulting in a decrease in permeability.

3. Effect of different concentrations of sodium bicarbonate + aluminum sulfate gas-
generating system on the performance of cement stone.

Figure 6 illustrates that the volume of gas generated increases with the increase in the
mass concentration of sodium bicarbonate, resulting in an increase in the permeability of
the cement stone. When the mass concentration of sodium bicarbonate in the cement slurry
is greater than 0.5%, the precipitation generated by the reaction blocks the microscopic
pores inside the cement stone, resulting in a decrease in permeability. When the mass
concentration of sodium bicarbonate continues to increase, the effect of the generated gas
on the increase in cement stone permeability is enhanced, and the effect of precipitation on
the decrease in cement stone permeability is weakened.
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Figure 5. Effect of different mass concentrations of sodium carbonate + aluminum sulfate gas-

generating system on the performance of cement stone.
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Figure 6. Effect of different mass concentrations of sodium bicarbonate + aluminum sulfate gas-
generating system on the performance of cement stone.

The experiments proved that the cement stone prepared by the calcium hypochlorite
+ urea gas-generating system has good permeability. The reaction of sodium carbonate
+ aluminum sulfate gas-generating system and sodium bicarbonate + aluminum sulfate
gas-generating system will generate precipitation to block the internal pore structure of
cement stone, leading to a decrease in permeability. The calcium hypochlorite + urea
gas-generating system was selected as the gas-generating agent for permeable cement
stone, with the optimum concentration of 1.5%.

3.1.3. Effect of Sand on the Performance of Cement Stone

Figure 7 indicates that the permeability of permeable cement stone increases first
and then decreases with the increase in sand particle size. The permeability of permeable
cement stone core is greatest when the quartz sand particle size is 300425 pm. The quantity
of sand of the same quality decreases with the increase in sand particle size, which reduces
the accumulation between sands. The permeable cement stone consolidated more tightly,
and the permeability decreases, while the compressive strength of permeable cement stone
increases. Sand with particle size 300425 um is selected as the permeable cement stone
structuring strength substance.

Figure 8 shows that the permeability of permeable cement stone increases with the
increase in sand mass concentration, and at the same time the compressive strength de-
creases. The increase in the amount of sand increases the volume of accumulation between
the particles. It makes the porosity inside the cement stone increase and improves the
permeability of the cement stone. The optimum mass concentration of sand is 30%.



Energies 2022, 15, 7624 8 of 20

25 W ~24
—a— Compressive Strength (MPa)
—a— Water Permeability (mD)

20 - —a— Density (g/cm’)

15 -\'\-/——_:\' il i

25 |20

10 o8

5k
FS o4
1 1 ( I 1 ! 0 L 0.0

150-200 200-300 300-425 425-500 500-600 600-700
Sand (um)

Figure 7. Effect of different particle sizes of sand on the performance of permeable cement stone.
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Figure 8. Effect of different mass concentrations on the performance of permeable cement stone.

3.2. Graphene Poly-Gel (GPG) System
3.2.1. Structure of GPG

Figure 9 shows that GPG consists of graphene nanosheet cores, hydrophilic and
oleophilic lamination and surfactant micelles. GPG has unique properties such as high
specific surface area, high dispersion, high levels of foam and high thermal conductivity. It
can be used as foam stabilizer for the foam—cement slurry system.

Hydrophilic
and

oleophilic Hydrophilic

lamination groups

Graphene

Cores | Lipophilic

groups

Surfactant

micelles

Figure 9. The Structure of GPG.



Energies 2022, 15, 7624

9 of 20

3.2.2. Effect of Different Temperatures on the Performance of Foam Stabilizers

The effects of foaming volume, half-life and FCI of calcium stearate, sodium car-
boxymethyl cellulose, lignin sulfonate and GPG at different temperatures were compared,
as shown in Figure 10.

—m— Calcium Stearate —a— Sodium Carboxymethyl Cellulose

- Lignin Sulfonate —=— GPG

350

N
o

ife (min
8
T L |

N
o

-
N
o
o
o

L L I |
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[o-]
o
8

100

Temperature (C)

Figure 10. Effect of different temperatures on the performance of foam stabilizers.

Figure 10 illustrates that the initial foam volume and half-life time of all four foam
stabilizers decreased as the temperature increased. This shows that high temperature
will inhibit the foam stabilization performance of the foam stabilizer. The reasons for this
analysis are as follows.

1. The surface viscosity of the foam decreases as the temperature rises and the foam
stability decreases. The key factor to determine the stability of the foam is the strength of
the liquid film. The strength of the liquid film mainly depends on the robustness of the
adsorption film on the surface, and the surface viscosity is used as a quantitative indicator
of the robustness of the adsorption film in the data. The higher the surface viscosity, the
stronger the foam stability. It is mainly determined by three mechanisms: large surface
viscosity increases the surface strength of the liquid film; large surface viscosity makes the
liquid on the surface of the liquid film not easy to flow, and the drainage effect is weakened;
large surface viscosity makes the gas inside the foam not easy to diffuse outward through
the liquid film. It can be considered that increasing the surface viscosity is the key to
increase the stability of the foam. Therefore, when the temperature increases, the foam
surface viscosity decreases, resulting in a rapid weakening of foam stability.

2. The higher the temperature, the more violent the charge movement on the foam
surface, resulting in a more unstable foam. When the foam—cement slurry enters formation,
it will contact a large amount of formation water. The mineralization of the formation water
is tens or even hundreds of times higher than that of the surface water, so there are a lot of
electrolytes in the foam system. When the temperature rises, the irregular movement of
these electrolytes in the foam film becomes more and more violent, which accelerates the
draining effect on the foam surface and makes the foam film thinner until it breaks.

The core of GPG is graphene nanosheets. First, the nanoparticles (with solid particle
characteristics) can adsorb on the gas-liquid interface to form a liquid film with high
mechanical strength and enhance the stability of the foam. The particles are difficult
to desorb from the liquid film and will move together with the liquid film. The network
structure formed by the interaction force between nanoparticles greatly increases the energy
potential barrier, which weakens the liquid film discharge and reduces the aggregation rate
of bubbles, thus playing an important protective role in foam stability. Secondly, graphene
nanosheets have good thermal conductivity, which can conduct heat from the foam surface
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to reduce the temperature of the foam surface, thus achieving the effect of stabilizing the
foam. Although the foaming volume and half-life of GPG also decrease with the increase
in temperature, the foam instability caused by high temperature is mitigated by the high
thermal conductivity of graphene nanosheets [31]. GPG has the highest FCI and the best
foam stabilization effect.

3.2.3. Graphene-Foam—Cement Slurry Hydration Exothermic Self-Lifting Temperature
and Pressure

Figure 11 shows that the change curve of internal temperature and pressure of
graphene—foam-cement slurry during hydration. The internal temperature of graphene—
foam-cement slurry was maintained at about 20 °C until 20 min. The hydration reaction
started to exotherm and the internal temperature of graphene-foam-cement slurry started
to increase after 20 min. The internal temperature of cement stone reached 69 °C at 42 min
and was maintained at this temperature. The internal pressure of graphene-foam-cement
slurry is also changing with time. The pressure is 0 MPa at the beginning of hydration,
reaches a small peak of 10 MPa at 14 min, and then drops back to 7 MPa. The pressure
continues to increase with time after 27 min and reaches 23 MPa at 120 min. The CO,
generated inside the graphene—foam-cement slurry is in a supercritical state after 25 min,
when the temperature exceeds 31 °C and the pressure exceeds 7.3 MPa.
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Figure 11. The curve of exothermic internal temperature and pressure during hydration of graphene—
foam-cement slurry.

The hydration of cement causes the internal temperature of cement stone to be too
high, even over 70 °C. The stabilizing performance of the foam stabilizer will decrease
under high-temperature conditions, leading to the rupture of the bubbles generated inside
the cement stone, which cannot exist stably. The ruptured bubbles cannot form effective
pores inside the cement stone, resulting in the reduction of cement stone porosity. Graphene
in GPG has good thermal conductivity. The heat generated by the hydration of cement can
be quickly conducted out through the graphene on the surface of the foam, reducing the
temperature inside the cement stone and enabling the foam to exist stably. The graphene
in GPG enables better dispersion of the generated foam and finer foam formation, and
also conducts the heat of cement hydration more and faster with its own high thermal
conductivity to ensure the stability of the foam generated inside the cement stone.

Figure 12 illustrates that the graphene is uniformly distributed within the liquid film
on the foam surface. Graphene nanosheets are adsorbed into the liquid film of the foam
to improve the strength of the liquid film and enhance the stability of the foam. The
interaction between the graphene nanosheets adsorbed into the liquid film forms a spatial
network structure, which reduces the liquid film drainage and bubble aggregation rate,
and enhances the foam stability [32,33]. The high dispersion of graphene nanosheets forms
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uniformly dispersed nanofoam. The graphene nanosheets gathered on the surface of the
foam can conduct the heat out of the foam quickly.

Figure 12. Microstructure of GPG foam under electron microscope.

3.3. Effect of GPG on the Performance of Permeable Cement Stone

Figure 13 shows that the gas permeability and water permeability increased with the
increase in GPG mass concentration. The maximum gas permeability reached 154.3 mD
and the water permeability reached 90.65 mD. The addition of GPG increased the bubble
stabilization ability of CO, bubbles, which made the bubble dispersion more uniform and
stable. The graphene—foam—cement slurry formed a more stable porous material after
consolidation, which improved the permeability. The compressive strength decreased with
the increase in GPG mass concentration. More pore structure will reduce the structural
strength of cementite, resulting in a decrease in compressive strength. The optimum mass
concentration of GPG is 6%. The water permeability of permeable cement stone is 57.24 mD,
and the compressive strength of permeable cement stone is 10.19 MPa.

240 120 ~20
—a— Gas Permeabiltiy (mD)
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Figure 13. Effect of GPG on the performance of permeable cement stone.

Figure 14a shows that the pores formed after hydration and consolidation of permeable
cement stone without GPG have smaller pore size, less number and farther distance from
each other, and are not easy to connected. Because there is no foam stabilizer, the CO,
and N, foam generated by the gas-generating agent system struggles to exist stably in
the environment of exothermic heating of cement hydration. On the one hand, the foam
surface viscosity decreases with the increase in temperature, and the foam liquid film
surface strength also decreases, which makes the foam easy to break. On the other hand,
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the charge movement on the foam surface becomes more and more violent with the increase
in temperature, and the foam becomes more and more unstable until it breaks.

Figure 14. Electron micrographs of the pore structure of permeable cement stone (cross-section).
(a) Without GPG. (b) Add 6% GPG.

Figure 14b shows that the pores formed by the hydration consolidation of permeable
cement stone with 6% GPG are large, numerous, staggered and well connected. The surfac-
tant in GPG makes it easy for the gas-generating agent system to generate bubbles, and more
and more bubbles will be generated under the shearing action of the formation pore throat.
However, more heat is released with the hydration reaction of the graphene-foam—cement
slurry, resulting in a rapid increase in the internal temperature of the graphene—foam—
cement slurry. The highly dispersed graphene in GPG will be distributed on the surface
of the liquid film of the foam to improve the strength of the liquid film. At the same time,
graphene will use its high thermal conductivity to transfer the heat inside the cement stone
to the outside of the cement stone quickly, reducing the temperature inside the cement
stone and ensuring the stability of the generated foam.

3.4. Temperature Rise and Pressure Drop to Improve Permeability of SCGPCS

The graphene—foam—cement slurry is pumped into the coal seam fracture at high
pressure, and the pressure will diffuse into the formation after the pump is stopped. The
pressure generated in the process of hydration of graphene-foam-cement slurry will also
diffuse into the formation, creating a pressure drop. The exothermic hydration of the
graphene—foam—cement slurry generates a large amount of heat, resulting in an increase in
the internal temperature of the graphene-foam—cement slurry. Figure 15a presents that the
temperature rise and pressure drop inside the graphene—foam—cement slurry will cause
the supercritical CO, bubbles to become larger. The increase in external pressure causes
the deformation of the enlarged bubbles, which makes the walls of the bubbles inside the
cement paste thinner. The increase in bubble volume can form a larger pore structure and
improve the porosity of cement stone after consolidation. Figure 15b illustrates that CO,
within the pore dissolves in the water within the cement stone at the formation temperature
and pressure, forming a carbonic acid solution. The carbonic acid solution is corrosive at
the formation temperature and dissolves some of the material in the cement stone, which
connects the formed pore structure and improves the permeability of the cement stone.
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Figure 15. Microscopic pores of SCGPCS. (a) Cross-section. (b) Longitudinal section.

3.5. Compressive Strength of SCGPCS

The SCGPCS was cured at 50 °C. Figure 16a shows that only the characteristic diffrac-
tion peaks of ettringite (AFt) and aluminum hydroxide (AH3) appear in the hydration
products [34,35]. The sharp peaks and narrow peak widths of the hydration products indi-
cate the high crystallinity of AFt and AH3. The intensity of the diffraction peaks of AFt and
AH3 increased with the increase in the curing temperature, indicating that the content of
AFt and AH3 in the hydration products increased. The increase in temperature is favorable
to the hydration reaction [36-38]. Figure 16b indicates that a large amount of needle-like
AFt appears at the curing temperature of 50 °C. The main chemical composition of sulphoa-
luminate cement is tricalcium aluminate, and the hydration products are mainly AFt and
AH3. The hydration reaction of sulphoaluminate cement is rapid, and a large amount of
needle-like AFt and AH3 with high strength is produced at the initial stage [39—42]. AFt
with high strength ensures that the SCGPCS has a certain compressive strength.
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Figure 16. Micrograph of compressive strength of SCGPCS. (a) XRD diagram. (b) SEM.

3.6. Rheology of Graphene—Foam—Cement Slurry System

Figure 17 presents that the initial consistency of the graphene—foam—cement slurry
system is 12 Bc, and the thickening time is 138 min, with a long pumping time. The
fluidity of the system is 25.50 cm, and the API water loss at 50 °C/6.9 MPa is 58 mL. The
thickening curve is normal, there are no abnormal gelling phenomena such as “bulging”
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and “stepping”, and the performance is excellent. The graphene—foam—cement slurry
system ensures safe and smooth fracturing operations.
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Figure 17. Graphene—foam—cement slurry system thickening curve.

3.7. Experimental Study on Medium Erosion Resistance of SCGPCS

Figure 18 indicates the corrosion rates of SCGPCS in different erosive media. The
four media are fresh water, formation water, 1% NaOH solution and 1% HCI solution. The
SCGPCS has a certain corrosion rate in fresh water and formation water, which indicates
that there are certain substances inside the SCGPCS dissolved in fresh water and formation
water. The fresh water and formation water will cause some erosion of the hydration
products of SCGPCS, but the effect is not significant. SCGPCS will maintain the stability of
its performance in this environment for a long time. When the SCGPCS is immersed in 1%
NaOH solution, the corrosion rate is almost negligible, indicating that the alkali solution has
no effect on the SCGPCS. When the SCGPCS is immersed in 1% HCI solution, the corrosion
rate is large. This is because H* invades into the cement stone and dissolves a large amount
of cemented material, even destroying the structure of hydration products, which will lead
to an increase in permeability and a decrease in compressive strength [43,44]. If the gas
production does not reach the expectation after fracturing, the SCGPCS in the formation
can be acidified with dilute HCl solution to increase its permeability.
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Figure 18. Corrosion rate of SCGPCS under the action of different erosive media.

4. Field Test of SCGPCS Fracturing
4.1. Introduction of Well Conditions

The coal reservoir is a low-porosity and low-permeability reservoir, and the coal
structure is primary-fractured coal, brittle and fragile. The cuttings of the coal seam
are developed and dense, but with poor continuity and no filler, which is favorable for
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Coal
seam
cleaning
fluid

fracturing operation. It is planned to explore the adaptability of permeable cement stone
fracturing technology in coalbed methane development through permeable cement stone

fracturing field tests, and to prepare the technical reserve for the overall development of
the block.

4.2. Operation Design

Based on the physical characteristics of coal structure as primary-fractured coal and
cuttings development, the SCGPCS system was used for coalbed methane fracturing to
achieve the stimulated reservoir volume (SRV) of coal seam. In the first step, the coal
seam-cleaning fluid was injected into the pores and natural fractures of the coal seam to
dissolve water-insoluble inorganic and organic materials, clear the pore throat and increase
the permeability. In the second step, graphene—foam—cement slurry was injected into the
coal seam at high pressure to open the end cuttings and face cuttings. A three-dimensional
microfracture network with ultra-thin and super-large surface was formed. Nano CO, foam,
graphene aerogel and high permeability cement stone support the microfracture network.
At last, coalbed methane was desorbed from the support fracture surface through self-
generated thermal desorption and self-generated CO, replacement of SCGPCS. Figure 19
shows the flow chart of On-site fracturing operation.

Relief line

Fracturing
wellhead

Fracturing
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Casing pressure
monitoring

i

Fracturing Pumper

Figure 19. On-site fracturing operation flow chart.

4.3. Fracturing Operation Curve

Figure 20 illustrates the fracturing operation curve of graphene-foam—cement slurry
in April 2022. Analysis is as follows:
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Figure 20. Fracturing operation curve of graphene—foam-cement slurry.



Energies 2022, 15, 7624

16 of 20

1. Coal seam cleaning fluid was injected into the formation through the oil pipe for
13 m3 with a displacement of 1.3-1.5 m®/min. The tubing pressure decreased from a
maximum of 19 MPa to 16 MPa, and the casing pressure decreased from a maximum of
14 MPa to 9 MPa, indicating that the coal seam cleaning fluid entered the coal seam to
improve the permeability.

2. Graphene-foam—cement slurry was injected into the formation through the casing
for 13 m® with a displacement of 0.4-0.6 m3/min. The tubing pressure dropped from
13 MPa to 8 MPa and the casing pressure dropped from 11 MPa to 7 MPa in the beginning
stage. 1-2 MPa of high-frequency jumps in tubing pressure and casing pressure indicated
that the coal seam had started fracturing. In the middle stage, the tubing pressure dropped
from 9 MPa to 8 MPa, and the casing pressure dropped from 7 MPa to 6 MPa. 1-2 MPa of
high-frequency jumps in tubing pressure and casing pressure indicated that the coal seam
fracture extended normally. The graphene—foam-cement slurry continuously opened the
end cuttings and face cuttings of the coal seam, forming a three-dimensional microfracture
network of SRV.

3. Displacement fluid was injected into the wellbore from the casing for 6 m3 and
injected into the wellbore from the oil pipe for 1 m3. The tubing pressure decreased from
the maximum 13 MPa to 8 MPa, and the casing pressure decreased from the maximum
13 MPa to 8 MPa after stopping the pump.

4. The total prepared fluid volume was 45 m3, and 33 m® was actually injected. 27 m3
was injected into the formation after subtracting 6 m® in the wellbore. The small-scale
SCGPCS fracturing with no sand addition, small fluid volume and small displacement was
successfully tested for the first time on site.

4.4. Test Well Interpretation Data
IDSSL Freewheeling Well Test Analysis System

The basic theory of the software is to study the amount of change in the rate of the
fluid in the same time. Rate tests are conducted for different lithologies, pore seepage
patterns and fluid characteristics. A mathematical model of rate and reservoir characteristic
parameters is established to find the interpretation and evaluation method of physical
parameters of the reservoir. Table 1 shows the result of pressure drop interpretation test.

Table 1. Pressure drops interpretation test.

Raw Permeability of Coal Permeability of SCGPCS

Pressure Drops Interpretation Test Radius/m Seam/mD Fracturing/mD
Coal seam cleaning fluid pressure drop test 19.24 14 14.22
Dynamic fracturing crack pressure drop
testing of graphene-foam—cement 71.58 1.4 34,500
slurry fracturing
Static fracturing crack pressure drop testing 56.95 14 571652

of graphene-foam—cement slurry fracturing

Figure 21 presents the pressure drop test of the coal seam cleaning fluid. The crack
half-length of the coal seam treated with the coal seam cleaning fluid was 19.24 m. The
average permeability of the treated coal seam was 14.22 mD. Figure 22 illustrates the
dynamic fracturing crack pressure drop testing of graphene-foam-cement slurry fracturing.
The fracturing crack half-length was 71.58 m. The average permeability in the fracturing
crack was 34,500 mD. Figure 23 shows the static fracturing crack pressure drop testing after
graphene—foam-cement slurry fracturing. The supported fracturing crack half-length was
56.95 m. The supported fracturing crack permeability near wellbore was 56.265 mD. This
is in good agreement with the permeability of SCGPCS in the laboratory (57.24 mD). The
unsupported fracturing crack permeability in crack tip was 4.29439 mD.



Energies 2022, 15, 7624

17 of 20

30

20 -

Permeability (mD)
o
T

—— Permeability

Test radius, m 28.783637
Crack half-length, m 19.24
Epidermal coefficient -4.74175606
ik Pressure, MPa 5.25
Average permeability, mD | 14.219031
0 1 1 /] 1 1 1 1 1 1
0 2 4 6 8 10 12 14 16 18 20
Test distance (m)
Figure 21. Coal seam cleaning fluid pressure drop test.
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Figure 22. Dynamic fracturing crack pressure drop testing of graphene-foam—cement slurry fracturing.
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Figure 23. Static fracturing crack pressure drop testing after graphene-foam—cement slurry fracturing.

5. Possible Mechanisms

Figure 24 illustrates the possible mechanism of graphene—foam—cement slurry forming

high permeability SCGPCS.
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Figure 24. Mechanism diagram of graphene-foam—cement slurry forming high permeability SCGPCS.

1. Graphene—foam-cement slurry is mixed with gas-generating agents and other
additives to inject into coal seam cracks and generate supercritical carbon dioxide.

2. Supercritical CO; is vaporized into small, compressed CO, bubbles with the heat
exchange between the graphene-foam—cement slurry and the coal seam.

3. The exothermic hydration of the graphene-foam—cement slurry raises the internal
temperature. The pressure inside the graphene—foam—cement slurry decreases by diffusion
into the formation. The temperature rise and pressure drop inside the graphene—foam-
cement slurry will result in larger supercritical CO, bubbles and bubble deformation, which
will result in thinner bubble walls. The CO; inside the pore dissolves in the water inside
the SCGPCS, forming a carbonic acid solution. The carbonic acid solution dissolves the
bubble walls, connecting the formed pore structure and improving the permeability of the
cement stone.

6. Conclusions

A new SCGPCS fracturing fluid system was investigated to be used in coalbed methane
fracturing. The following conclusions were obtained.

1. The SCGPCS system uses sulphoaluminate cement, which can set quickly after
entering the formation and reach large strength in a short period of time and can form an
effective fracture support structure after fracturing.

2. GPG can be used as a foam stabilizer for SCGPCS system. Surfactant in GPG can be
adsorbed on the gas/liquid interface to reduce the surface tension, thus playing a stabilizing
role in foam. Graphene nanosheets in GPG can be adsorbed on the gas/liquid interface to
form a liquid film with high mechanical strength, enhancing the stability of foam.

3. The graphene—foam-cement slurry system has better rheology, and it is easy to be
pumped into the formation. Temperature rise, pressure drop, and carbonic acid dissolution
will connect the formed pore structure and improve the permeability of the SCGPCS.

4. The small-scale SCGPCS fracturing with no sand addition, small fluid volume and
small displacement was successfully tested for the first time in an extra-low desorption
pressure coal seam, which laid the foundation for the next step of medium-scale fracturing
test. It is hoped that the medium-scale fracturing test can be completed in November 2022
and promoted to the entire coalbed methane development industry.
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