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Abstract: Supercritical carbon dioxide (SC-COy) fracturing has been used in developing low perme-
ability and water-sensitive reservoirs in recent years, which is expected to become a new generation of
unconventional reservoir fracturing fluid. However, the water-rock interaction characteristics of vari-
ous lithology shales under SC-CO, circumstance and its influence on fracturing effect still need to be
investigated. Two kinds of shale samples from C7 and S1 formations of the Ordos Basin were treated
by SC-CO, with formation water. The aims of the research are to determine the processes taking place
in shale reservoir when considering minerals components transformation, porosity /permeability
variation, and micro pore-structure change during the SC-CO, fracturing. Static and dynamic SC-CO,
immersed experiments were conducted and the scanning of electron microscopy (SEM) and X-ray
diffraction (XRD) was employed to analyze the surface morphology and newly formed minerals.
Helium porosimeter, the ultralow permeability meter, and the CT scanner are employed to record the
alternation of physical parameters during SC-CO, dynamic injection. The experimental results show
that the C7 samples are rich of chlorite and easily reacting with SC-CO, saturated formation water to
form new minerals, but the S1 samples are insensitive to aqueous SC-CO;. The minimum value of
permeability and porosity of the C7 cores appear at 24h in the long-interval experiment, but in the
short-interval dynamic experiment, the minimum values move ahead to 12h. The optimal flowback
time for the C7 reservoir is before 12 h or after 24 h. The high-pressure SC-CO, flooding pushes the
new forming minerals particles to migrate to the outlet side and block the pore throat. For the S1
core results, the porosity and permeability change little in both short and long interval experiments.
There is no strict flow-back time requirement for S1 reservoir during SC-CO, fracturing. This study is
significance for the efficient application of SC-CO, in the exploitation of shale oil reservoirs.

Keywords: shale oil; SC-CO, fracturing; CO,-water-rock interaction; micro-pore structure; flow-
back time

1. Introduction

As conventional resources tend to fall into depletion, a large amount of attention
has been paid to unconventional resources. Currently, large-scale hydraulic fracturing is
considered the most common method of developing unconventional oil and gas fields [1-3].
However, it will have a series of consequences when a large amount of water-based frac-
turing fluid is used in the oil and gas development process. For example, it will cause a
shortage of water resources, notably in areas where there are droughts and water shortages,
and it will cause swelling of clay minerals and cause formation damage for the forma-
tion with high clay mineral content. Furthermore, hydraulic fracturing will also lead to
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groundwater pollution [4-6]. To eliminate above mentioned problems, supercritical carbon
dioxide (SC-CO;) has been proposed as an anhydrous fracturing fluid in the development
of unconventional oil and gas fields, because it can solve problems such as water shortage,
clay swelling, and fluid backflow problems caused by traditional water-based fracturing
fluid [7-10].

Due to its low viscosity and high diffusion ability, SC-CO, can easily penetrate deeply
into the inner micro-pores of the reservoir during CO, waterless fracturing. The experi-
ments conducted in different laboratories have clearly indicated the fact that using SC-CO,
fracturing phase can reduce the fracture pressure and create multi-branch fracture net-
works [11-13].

However, when the SC-CO, is pumped into the shale reservoir, there also exists a
complex chemical interaction process considering the formation water acidizing. The SC-
CO,-water-rock interaction causes mineral dissolution and new mineral precipitation, and
then leading to changes in the pore structure [14-22]. The reaction equation of CO;-water
and different minerals is as follows:

CO, Dissolution in formation water:

CO, + H,O < HT + HCO;~ < 2H' + CO5%~ (1)
The reaction of CO, and chlorite:

[Fe/Mg]SAlzsiSOlo(OH)S + 5CaCO3 4+ 5CO, = (2)
5Ca[Fe/Mg} (COg)z + Al»Si;Os (OH)4 + Si0, 4+ H,O

The reaction of potassium feldspar and H,O:
2KAISizOg + 2H' 4 9H,0 = AlSi,Os5(OH), + 2K + 4H,SiO4 3)
The reaction of CO, and calcite:
CO; + HyO + CaCO3 = Ca(HCO3), 4)
The reaction of CO, and dolomite:
CaMg(CO3),(s) +2H,CO3 = Ca*" + Mg?" + 4HCO; (5)

Research results show that some minerals, such as calcite and dolomite, dissolve
directly into the carbonic acid solution, resulting in the pore throat expansion. In contrast,
some minerals, such as chlorite and potassium feldspar, also form new minerals when
dissolved in a carbonic acid solution, such as kaolinite and iron/magnesium dolomite
Ca[Fe/Mg](COs3),, which exert uncertain influences on pores [13,17,18,22-26].

In the process of shale reservoir SC-CO, fracturing, the mineral composition of the
shale is the important factor considering CO,-water-rock interaction. Previous studies
conducted experimental research mainly under static, fixed period, and gas CO, conditions.
The SC-CO, fracture and flow-back processes are typically supercritical and dynamic
conditions. This paper presents a series of novel static and dynamic experiments to
investigate the mechanisms and characteristics of different shales under SC-CO, condition
and explore its potential impact on fracturing flowback timing.

2. Materials and Methods

The downhole samples were collected from the C7 and S1 formations in Ordos Basin,
China. The rocks’ colors were light green and black-gray for C7 and S1, respectively, as
shown in Figure 1. Mineral and clay compositions were analyzed by using a Rigaku
Miniflex II X-ray diffractometer. Results show that the mineral components are mainly
quartz and clay, with some containing a small amount of calcite, dolomite, and siderite
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(Figure 2). While clay mineral analysis indicates that 30% chlorite is present in the C7
formation, in contrast no chlorite was found in the S1 formation (Figure 3).
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Figure 1. Downhole samples from C7 and S1 formation.
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Figure 2. Rock mineral analysis of C7 and S1 shales.
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Figure 3. Clay mineral analyses of C7 and S1 shales.
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2.1. Formation Water and Experiment Conditions

The formation water ion composition is shown in Table 1. The pH of the formation
water is 6.0. According to well logging data [27], the burial depth of C7 and S1 formations is
2800-3500 m, and the reservoir temperature is 90-110 °C. The CO, injection pressure is set
to 14 MPa according to the field and laboratory conditions. These parameters correspond
to the SC-CO,, defined by the phase diagram of CO, (Figure 4).

Table 1. The formation water ion concentration.

Ions Na* K* Ca?* Mg?* Cl- SO,4%~ HCO3~
concertation mg/L 13,302 525 1248 176 23,419 210 221
1000
supercritical
100 fluid
< . .
& liquid This stud
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> critical
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o point
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Figure 4. Phase diagram of CO,.

2.2. Static SC-CO,-Water-Rocks Interaction

The purity of the CO, gas used for the experiment was about 99.99%. The CO,-water-
rock static experiment reaction vessel is a high-temperature and high-pressure autoclave,
with a volume of 1 L, maximum pressure of 25 MPa, and a temperature range of 0-200 °C.
Since the maximum pressure of the CO, cylinder is about 7 MPa, it is necessary to use
a pressurization pump to compress the CO, and increase the pressure to 14 MPa. The
autoclave heating system controls the reaction temperature. The temperature and pressure
inside the autoclave are measured in real-time by a thermocouple and a pressure gauge,
respectively. The static testing samples are approximately 2 cm? small cubic blocks, these
small blocks are machined from the waste of the downhole shale sample after coring
(the samples in static SC-CO, immersed experiments and the standard cores in dynamic
experiments are from the same downhole bigger cores). The small block samples are placed
in a high-temperature autoclave under SC-CO; conditions to react with formation water
for 48 h. Figure 5 shows the experimental pictures of the autoclave, formation water, and
rock samples.
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Figure 5. High-temperature and high-pressure autoclave.

2.3. Dynamic SC-CO; Injection Experiment

The dynamic displacement experimental device is mainly composed of two 1 L high
temperature and high-pressure cylindrical storage tanks, metal core holders, SC-CO; resis-
tant rubber sleeves, double cylinder high-pressure and constant pressure/flow metering
pumps, a temperature control system, a confining pressure pump, inlet and outlet pressure
sensors, a back pressure pump, and a back pressure valve. The schematic and the physical
diagram of the dynamic displacement experimental set-up is shown in Figure 6.

Thermostat
Core Holder

Ambient Pressure
Pump

Gas Flow

Figure 6. Schematic diagram and picture of the dynamic displacement experimental set-up.

The reaction temperature of the dynamic experiment is 100 °C, and the injection
pressure remains constant at14 MPa, which is consistent with the static experiment. The
confining pressure is 17 MPa.

The standard core is placed in the core holder, then SC-CO, and formation water are
injected into the core to determine the optimal flowback time after CO, fracturing. The
experimental procedure is shown in Figure 7, the experiments are classified into long-
interval displacement and short-interval displacement. Two standard samples (25 mm in
diameter and 50 mm in length) coring from the downhole bigger core were prepared for
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each shale. The cores were taken every 24 h in the long-interval experiment to measure
the core porosity and permeability, and the total experiment duration was 48 h. In the
short-interval experiment, porosity and permeability were measured every 6 h, and the
total experiment duration was 24 h.

CO, inject 6 h CO, inject 6 h CO, inject 6 h CO, inject 6 h
Saturated Saturated Saturated Saturated
formation | Drying 6 h | formation || Drying 6 h || formation | Drying 6 h || formation || Drying 6 h
water 24 h water 24 h water 24 h water 24 h
CT. permeability Permeability Permeability Permeability CT. permeability
measurement measurement measurement measurement measurement

Figure 7. Dynamic reaction experiment procedure.

2.4. Measurements of Porosity and Permeability

The permeability of shale rock is tested using an ultra-low permeameter. In actual
field operations, the injection direction of CO;, fracturing is opposite to the production
direction of the oil well (Figure 8). Therefore, the dynamic experiment adopts a method
that injects CO; into one side of the rock core. It measures the porosity and permeability of
core from the opposite direction while ensuring that the measurements of the confining
and displacement pressures are the same.

Injection Flow-back

Wellhead Wellhead

Overlying strata < Overlying strata <

CO, fracturing — CO, fracturing —

Reservoir —— Reservoir ——

(@ (b)

Figure 8. Schematic diagram of CO; fracturing and flow-back operations. (a) CO, fracturing. (b)
Flow-back.
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The helium porosimeter is a commonly used instrument for measuring pore volume.
Its design principle is based on Boyle’s law, where the temperature and volume of the core
chamber are fixed. The measured sample volume, the core chamber, and the pores of the
rock sample increase the equilibrium pressure. According to the volume of the calibration
block and the standard equilibrium pressure curve, the equilibrium pressure of the inserted
core sample is measured, and the reverse calculation volume of the rock skeleton and the
porosity is obtained.

On the other hand, permeability refers to the rock body allowing fluid to pass through
the ends of the rock. The principle of the equipment used in this experiment is the transient
pressure pulse method. A sealed container is placed at both ends of the rock sample, and
the pressures at the ends of the rock sample and the core chamber are balanced. A pressure
pulse is given to one end of the container and gradually transferred across the core to
the other. The computer monitors the pressure changes at both ends in real-time until
the pressure is balanced again and calculated according to the upstream and downstream
pressure drop curves.

When measuring permeability, note that the measurement should be consistent each
time before and after the reaction. Measurement results at different confining and displace-
ment pressures have no comparative value.

2.5. Scanning Electron Microscopy (SEM) and X-ray Diffraction (XRD) Analysis

The surface texture and morphology of the rock were observed using a TM3030 SEM.
The SEM is equipped with an energy dispersive spectroscopy system (EDS). The mineralogy
of the rock samples is determined using X-ray diffraction analysis (Rigaku Miniflex II X-
Ray Diffractometer). Measurement was performed within the angular range of 3-45° at
a scanning speed of 20 = 1 °/min. The diffraction data were processed using the MDI
software (known as the JADE). The detailed procedures follow the “Analysis Method for
Clay Minerals and Ordinary Non-Clay Minerals in Sedimentary Rocks by X-Ray Diffraction
(SY/T5163-2010)".

2.6. CT Scanning

The core is scanned using a CT scanner (GE Brivo CT385 double-slice spiral CT scanner)
and median filter processing for the CT image of the core then identified the pores in the
image. The change in axial and radial porosity of core samples is calculated. Moreover, the
change in pore structure before and after the reaction is compared.

The 2D CT slice images can be used to reconstruct the 3D core according to the
gray value between the rock pore and skeleton. In this study, about 160 slice images are
scanned continuously for each sample along the core’s length. Six slices before and after
reconstructions are removed to avoid possible boundary effects that could occur at both
ends of the rock CT scanning process. System noise is generated in the process of CT
scanning due to the sample thickness and the number of large and small X-ray photons. It
affects the quality of the gray image, segmentation processing of the core pore skeleton,
and quantitative analysis of porosity. After the noise reduction process, the pore and the
core skeleton grayscales are determined.

3. Results and Analysis
3.1. Static SC-CO,-Water-Rock Interaction
3.1.1. Changes in Morphology

SC-CO,-water-rock static reactions are evaluated by electron microscopy of cores to
observe the changes in microstructure at the exact location before and after the reaction
(the block samples were marked with a marker on the surface in order to navigate and
observe the same micro area before and after the reaction). Some of the minerals on the
surface of the C7 core are dissolved and appear in dissolution holes (Figure 9b). Based on
the clay mineral analysis result (Figure 3) and chemical reaction Equation (2), the C7 sample
is rich in chlorite. It easily reacts with carbonate formation water to form new minerals.
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However, there is no significant difference in the core sample of the S1 before and after
the reaction. No large amounts of mineral dissolution are found on the surface of the core
sample (Figure 9¢,d).

Dissolution holes

N D87 x20 500 pm

(a) (b)

N D84 x200 500 um

N D11.0x500 200 um

(c) (d)

Figure 9. SEM comparison of rock before and after the reaction. (a) C7 sample before the reaction.

D11.9x500 200 um

(b) C7 sample (Dissolution hole). (c) S1 sample before the reaction. (d) S1 sample after reaction (No
big difference).

3.1.2. Changes in Mineral Compositions

XRD analysis of core samples before and after the reaction shows that the clay mineral
content of the C7 sample decreases obviously. At the same time, there is almost no change
in the S1 core sample (Table 2). Combined with the results of SEM, it can be found that
clay minerals dissolution reactions cause clay minerals to decrease from 32.7% to 24.7%.
Although quartz does not react with carbonated formation water, the decrease in clay
minerals increases the proportion of quartz content (from 64.5% to 71.6%).
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Table 2. Mineral types and contents analyzed by XRD.

Mineral Type and Content, wt%

Samples XRD Analysis Time
Quartz Calcite Dolomite Siderite TCCM
Oh 64.5 2.8 / / 32.7
g
c7 g
E 48h 71.6 3.7 / / 247
0 ‘b@
&
&
2 Theta (degree) 50 Q&o
- 0h Oh 85.6 / 1.6 1.0 11.8
48 h
3
s1 )
£ 48 h 87.3 / 2.9 0 9.8

20

2 Theta (degree)

3.2. Dynamic SC-CO; Injection Experimental Results
3.2.1. Change in Porosity and Permeability of the Long-Interval Testing

The change in permeability for long-interval (24 h) experiments is shown in Figure 10.
The permeability of the C7 core decreases during the first 24 h, from the initial value of
0.14 x 1073 um? to the minimum value of 0.11 x 103 pm?, and then increases to the final
value of 0.13 x 1073 um? by the end of 48 h. The maximum permeability change is around
21.4% compared to the initial permeability. The change in permeability is mainly caused
by the new mineral sediment, which blocks the pore throat and decreases permeability.
With the continuous injection of SC-CO,, some sediments are drained, and the permeability
increases. However, the S1 core almost keeps stable during the experiment. From the
initial value of 0.011 x 10~3 um? to the middle of 0.012 x 103 pm?, and then end with
0.012 x 1073 um?. The permeability change is less than 9%. The CO,-water-rock interaction
has little influence on the S1 rock permeability.
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Figure 10. Permeability changes of long-interval (24 h) experiment.

The change in porosity for long-interval (24 h) experiments is shown in Figure 11. The
porosity of the C7 core decreases at the beginning stage and reaches a minimum value of
2.17% at 24 h and then increases to 3.25% by the end of 48 h. Compared with the initial
porosity, the final porosity of the C7 core decreased by 36.5%. After the dissolution, the
weakly cemented mineral particles that are released migrate into the core. However, the
deposition is greater than the dissolution. Compared with the C7 core, the S1 core has
almost no minerals dissolved. The cementation condition is good, and there is almost
no migration of weakly cemented minerals. Combined with the static experiment results
(Figure 9¢,d), it can be considered that the CO,-water-rock interaction hardly occurs in the
S1 core.

6
—a—(C7 —e—SI

N

!
!

—
\S]

W

Porosity (%)

\S]

—_—

1 1 1 J

24 36 48

Experimental time (h)

)

Figure 11. Porosity changes of long-interval (24 h) experiment.
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3.2.2. Change in Porosity and Permeability of the Short-Interval Testing

For the short-interval (6 h) dynamic experiments, the permeability and porosity
changes are shown in Figures 12 and 13, respectively. The C7 core permeability grad-
ually decreases to the minimum value of 0.037 X 1073 um?2 at 12 h. Finally, it increases
to 0.043 x 1073 um?, but it is still smaller than the initial value of 0.052 x 10~3 um?. S1
core increases to the maximum value of 0.015 at 6 h and then decreases to a stable value
of 0.01 x 103 pm?. The variation regulars of porosity are similar to the permeability. The
porosity of the C7 core decreases from the initial value of 5.328% to the minimum of 4.265%
and then gradually increases to 4.724%. Similar to the permeability, the S1 core porosity
reaches a peak of 5.468% at 6 h, and then dramatically decreases to the bottom at 4.69%.

0.06 r
—a—(C7 —e—SI

=

S

()]
T

=]

S

I
T

Permeability(x 1073 um?)
)
S
(98]

0 6 12 18 24

Experimental time (h)

Figure 12. Permeability changes of short-interval (24 h) experiment.

6 _
—a—(7 —e—S1
5.5
~ 5
E\./
245
o
5
=& 4 }
35 |
3 1 1 1 J
0 6 12 18 24

Experimental time (h)

Figure 13. Porosity changes of short-interval (24 h) experiment.
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Combining the long-interval and short-interval experiment results, it can be shown
that the minimum value of permeability and porosity of the C7 cores appears at 24 h in the
long-interval experiment, but in the short-interval experiment, the minimum values move
ahead to 12 h. The difference in the initial permeability is related to the core structure, such
as micro-cracks. However, the similar change trend reflects the effect of the CO,-water-rock
reaction process. The most serious reservoir seepage damage time is between 12 and 24 h
during the SC-CO; injection. Fracturing SC-CO, flowback time recommended before 12 h
or after 24 h. Between 12 h and 24 h, flowback operation could cause SC-CO, retention.

For the S1 core results, the porosity and permeability change little in the long interval
experiment. However, in the short interval experiment, the physical properties of S1 change
more obviously, and both permeability and porosity appear a peak value at 6 h. Generally,
there is no strict flow-back time requirement for the S1 reservoir during SC-CO, fracturing,
but it may get a better flow-back result around 6 h.

3.2.3. CT Scanning 3D Digital Reconstruction and Micro Blocking Analysis

The core slice data is obtained by CT scanning of the core before and after the CO,-
water-rock reaction. The porosity distribution of C7 and S1 cores after 3D digital recon-
struction is shown in Figure 14. The helium porosimeter measured porosity of the C7 core
is 5.35%. The reconstructed pore volume is 900,008 um? and the porosity is 5.38%. The
CT reconstruction porosity is basically consistent with that of the helium porosimeter. In
Figure 14a, the C7 core has uniform pore distribution and good cementation. After the
CO,-water-rock interaction, the helium porosimeter measured porosity is 4.71%. The CT
reconstructed pore volume is 875,941 um? and the porosity is 4.90%. The porosity decreased
by 0.64% compared to the initial. By comparing the CT digital slice porosities as shown
in Figure 14c, the porosity is slightly reduced by the CO,-water-rock interaction along the
core length. Nevertheless, on the outlet side (dash square in Figure 14c), high-pressure
CO, flooding pushes the newly forming minerals particles to migrate to the outlet side and
block the pore throat.

The helium porosimeter measured porosity of the S1 core is 5.28%. The reconstructed
pore volume is 993,307 um?’, and the porosity reconstructed by CT scan is 5.37%. In
Figure 14d, the pore distribution of the S1 core is uneven. After the CO,-water-rock
reaction, the helium porosimeter measured porosity is 4.97%. The reconstructed pore
volume is 955,682 um? and the porosity is 5.08%. In Figure 14f, the porosity change of the
51 core is not obvious before and after the CO, injection, which indicates that the pore
throat of the core is almost not affected by the CO,-water-rock interaction. CT scanning
analysis can clearly explain the permeability and porosity testing results.
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CO,
inject

(d)

Co,
inject

-

(f)

Figure 14. Comparison of porosity distribution. (a) C7 core before interaction. (b) C7 core after
interaction. (c) Change of C7 core porosity. (d) S1 core before interaction. (e) S1 core after interaction.
(f) Change of S1 core porosity.

4. Conclusions

In this study, two kinds of shale rock reacting with SC-CO; under static and dynamic
experimental conditions were investigated. The surface morphologies, newly formed
minerals, porosity, and permeability of the reservoir rocks before and after the interaction
were studied. The main conclusions are as follows:

(1) From the static experiment, dissolution and precipitation can be observed, which
shows that SC-CO, and water will certainly change the physical properties of the
shale rocks in the C7 and S1 formations. Dissolution happens to minerals such as
dolomite and chlorite in the rock; the precipitation is caused by the iron dolomite
formed by the reaction of chlorite with calcium carbonate and carbon dioxide.

(2) The reconstruction of pores before and after the dynamic experiment was analyzed
by CT scanning. The CO,-water-rock interaction may lead to the blocking of small
pores. Compared with the S1 core, SC-CO, flooding pushes the newly formed mineral
particles to migrate to the outlet side and block the pore throat in the C7 core.

(38) The research results show that the S1 reservoir is basically not affected by the CO;-
water-rock interaction, and the flow back is the best within 6 h after SC-CO; injection.

(4) The C7 reservoir is most severely affected by the CO,-water-rock interaction in 12-24 h.
It is recommended to perform the flow back within 12 h or after 24 h, improper
flowback strategies could cause SC-CO, retention and reservoir damage.
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