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Abstract: Quaternary shale gas resources are abundant in the world, but Quaternary shale contains a
lot of pore water, which affects the enrichment of shale gas. At present, the controlling effect of pore
water on gas enrichment in Quaternary shale is not clear. Taking the Quaternary shale of Qaidam
Basin, China as an example, this paper systematically studies the characteristics of pore water in
Quaternary shale through X-ray diffraction rock analysis, nuclear magnetic resonance, methane
isothermal adsorption and other experiments, and reveals the controlling effect of pore water on shale
gas enrichment. The results show that clay shale and silty shale are mainly developed in Quaternary
shale. The clay shale is more hydrophilic, and water mainly exists in micropores and mesopores. Silty
shale is less hydrophilic, and water mainly exists in mesopores and macropores. Pore water controls
the formation of shale gas by the content of potassium and sodium ions, controls the adsorption of
shale gas by occupying the adsorption point on the pore surface, controls the flow of shale gas by
occupying the pore space, and controls the occurrence of shale gas by forming water film. Therefore,
pore water has multiple controlling effects on shale gas enrichment. This achievement is significant
in enriching shale gas geological theory and guide shale gas exploration.

Keywords: shale gas; pore water; natural gas; enrichment; Quaternary

1. Introduction

The Quaternary is the most recent epoch in geological history, beginning at 2.6 Ma
and continuing to the present day. It is also one of the best-preserved strata in the geo-
logical record, with less sediment loss and being generally unchanged by rock formation
processes [1]. Quaternary sediments are generally recognized in the field as unconsolidated
rock and are associated with geomorphic features that represent sedimentary processes.
The sediments are usually rich in sand, silt, and mud, to centimeter thickness, representing
a seasonal cycle [2]. Quaternary shale deposits are widely developed in the world. In
addition to mountains, the world’s land and oceans are covered by Quaternary sediments,
especially in ancient lake basins and modern lakes with extremely thick mud shale de-
posits [3]. The widely developed Quaternary shale has the potential to produce methane
in large quantities. The global underground natural methane emission is up to 576 Tg
per year [4]. Therefore, the amount of methane trapped in shale during geological history
should be very considerable, and shale has great potential to form natural gas through
methanogenesis. For example, the natural gas generated in the Sanhu area of the Qaidam
Basin has retained geological reserves of more than 15,000 × 108 m3 in the Quaternary
strata. At present, biological gas reservoirs have been found in the Quaternary shale of
the Qaidam Basin. For example, well TN18 has obtained industrial gas flow in the shale
formation, and the daily gas is up to 2 × 104 m3 [5]. The development area of Quaternary
shale in the Sanhu area of the Qaidam Basin is 25,000 km2 with a thickness of more than
2000 m, which has a wide range of reservoir-forming material basis [6].
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The Quaternary shale generally contain a large amount of water. Pore water is an
important part in shale [7]. It is of great significance to study the properties and distribution
of pore water in shale for shale gas exploration and development. Pore water in shale
mainly comes from two aspects: firstly, it comes from the primary water in the deposition
process, that is, the water trapped in the shale during the deposition process; and secondly,
it comes from the infiltration of groundwater, that is, the water formed when groundwater
enters the shale through the infiltration of shale [8]. The mixing of these two bodies of water
forms pore water in the shale. The pore water in Quaternary shale is mainly primary water.
Fan et al. (2023) consider that pore water can exist not only in shale minerals, but also in
shale organic matter [9]. Pore water mainly exists in pores and fractures, and its occurrence
state can be divided into two forms: free water and adsorbed water [10]. According to
Li et al. (2020), there is a critical pore size in theory, and pores smaller than this pore size
are completely filled with adsorbed water, with adsorbed water saturation of 100% and
free water saturation of 0% [11]. The pore structure of shale plays an important role in
the distribution and occurrence of pore water. The pore water storage capacity of shale
with complex pore structure and small pore volume is low, and it is mainly adsorbed
water. Shales with simple pore structure and large pore volume have higher pore water
storage capacity, mainly dominated by free water. Pore water affects the occurrence of
shale gas [12]. For shale with complex pore structure and small pore volume, the storage
capacity of pore water is low, and the occurrence and release of shale gas are relatively
hard. The higher the saturation of pore water, the more difficult it is for shale gas to occur
and be released. Because the presence of pore water takes up pore space, it reduces the
storage space for shale gas [13]. Researchers mainly studied pore water through nuclear
magnetic resonance (NMR) and molecular dynamics simulation, and believed that pore
water is an important fluid composition in shale, crowding out the adsorption site of shale
gas, which is unfavorable to the occurrence of shale gas [14].

The effect of pore water on shale gas is an important research topic in the field of shale
gas exploration. However, the distribution characteristics of pore water in Quaternary shale
are still unclear, and the influence of pore water on shale gas generation, migration and
enrichment is still unrevealed. The existence of these problems restricts the development
process of Quaternary shale gas. Therefore, through the study of reservoir characteristics,
pore water characteristics, pore water on methane generation, and the occurrence of Qua-
ternary shale in the Qaidam Basin, the characteristics of pore water in Quaternary shale
and its multiple controlling effects on natural gas enrichment are discussed in detail. This
study provides a scientific basis for the efficient development of shale gas.

2. Geological Background

Located in the northeastern part of the Qinghai-Tibet Plateau, the Qaidam Basin is
one of the largest inland basins in northwest China [15]. The Sanhu area is located in
the eastern part of the Qaidam Basin and is one of the most important sedimentary areas
of the basin [16]. The geological background of this area is complex, mainly composed
of Quaternary mudstone and sandstone. This paper will introduce the characteristics of
geological structure, sedimentary environment, and lithology.

The Qaidam Basin is a multiphase sedimentary basin with a complex geological back-
ground [17]. In geological history, the basin has undergone many tectonic movements
and magmatic activities, resulting in complex geological structures and rich sedimentary
rocks [18]. The strata in the basin are mainly divided into Precambrian, Cambrian, Or-
dovician, Silurian, Devonian, Permian, Jurassic, Cenozoic, and other strata from bottom to
top [19]. Among them, the Quaternary is the latest formation in the Qaidam Basin, which
is mainly composed of shale, sandstone and other rocks, and is one of the most important
sedimentary layers in the basin (Figure 1).
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The sedimentary environment of the Quaternary shale is mainly affected by the basin
structure and climate change [20]. Quaternary shale is mainly formed in the following
periods. Late Quaternary: Climatic conditions were relatively wet, and the lake water
body in the basin was relatively rich, which was one of the main environments for shale
deposition [21]. Late Pleistocene: This period is another important sedimentary period of
the Quaternary shale. At that time, the climatic conditions were relatively dry, the lake
water body in the basin was gradually reduced, and the sedimentary environment of the
shale gradually tended to be arid [22]. Holocene: The Holocene is the last sedimentary
period of the Quaternary shale. At that time, the climatic conditions were relatively dry,
the lake water In the basin almost disappeared, and the sedimentary environment of the
shale was already tending to drought [23].

Shale, one of the most important sedimentary rocks of the Quaternary system, has the
following characteristics. The color of the Quaternary shale is relatively simple, mainly
gray, dark gray, yellow, and other colors [24]. The lithology of the Quaternary shale is
diverse, including silty shale, clay shale, coal interlayer, etc., mainly silty shale and clay
shale. The structure of the Quaternary shale is mainly stratified and jointed [25]. Among
them, the bedding structure is more obvious, and the joint structures are relatively few. The
mineral composition of Quaternary shale is mainly composed of quartz, feldspar, carbonate,
clay, and other minerals. Among them, the content of quartz and clay is high, and they are
the main components of the shale [26].

3. Materials and Methods

Silty shale and clay shale are two common rock types in the Quaternary shale of the
Qaidam Basin. The physical properties and chemical compositions of these two types of
rocks are different, which is significant for geological research and shale gas exploration
and development. Therefore, this paper focuses on the selection of these two types of
shale for analysis and testing. The samples are mainly taken from Wells C1, C2, and C3, as
shown in Figure 1. Samples were collected from 30 clay shale (12 from Well C1, 9 from Well
C2, and 9 from Well C3) and 35 silty shale (15 from Well C1, 12 from Well C2, and 8 from
Well C3).

The organic matter (TOC) test was conducted using a high temperature combustion
method [27]. The sample was burned at a high temperature to convert organic matter
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into CO2, and then the content of CO2 was determined using an infrared spectrometer,
and then the content of organic matter in the sample was calculated. The sample should
be pulverized into a uniform fine powder to facilitate combustion at high temperatures.
Inorganic carbon in the sample can interfere with the results of the TOC determination, so
this needs to be removed. The removal method of inorganic carbon is to put the sample
into a hydrochloric acid solution prepared with hydrochloric acid and distilled water at
1:7, and heat it in a water bath at 80 ◦C for more than 2 h until the reaction is complete.
The TOC was tested using the TOC-4200 analyzer. The rock mineral was analyzed using
a D2 PHASER X-ray diffractometer, the sample was crushed and ground to less than
40 µm particle size, the back-pressure method was used to form a tablet, and the 3–45◦

diffraction spectrum was obtained using the machine [28]. According to the corresponding
formula in the standard and the mineral K value, various mineral content data were
calculated. Using a DX-CP helium porosimeter to determine the porosity of the sample,
the principle of which is according to the change in pressure and volume in Boyle’s law,
calculate the pore volume [29]. Using the TC-70 porous permeability meter to determine
the overburden permeability, the principle of which is according to the Darcy’s Law of
seepage, determine the pressure difference and gas flow at both ends of the rock sample,
using the Darcy formula to calculate the rock sample permeability. The concentration of
ions in the shale formation water was measured using a 3400-AAS flame atomic absorption
spectrometer. The water in the sample was distilled using the Dean–Stark method, and then
the water saturation of the sample was calculated according to the water content and the
sample porosity.

The contact angle test requires the preparation of a flat surface from the shale sam-
ple [30]. The shale sample is usually treated with a cutting machine to ensure that the
sample surface is flat and there are no obvious bumps and cracks. The water was chosen
as the experimental liquid. The prepared shale sample was placed on the experimental
table. Then a drop of water was put on the shale surface. The contact angle measuring
instrument was used to measure the contact angle of the drop water. For the nuclear
magnetic resonance experiments, the sample was saturated with water to obtain different
water saturation [31]. Then, the sample was put into the NMR instrument to obtain the
NMR signals of the samples with different water saturation and analyze the distribution
characteristics of water in shale. The samples with different water saturation were put
into the methane isothermal adsorption instrument, and the temperature and pressure of
the test were set to obtain the methane isothermal adsorption curves of the samples with
different water saturations [32].

4. Results
4.1. Basic Characteristics of Shale
4.1.1. Lithology Characteristics

The Quaternary strata in the Qaidam Basin are mainly composed of shale and sand-
stone. The sandstone mainly exists in the shale as an interlayer with a thin thickness, but it
is very common and widely developed. The Quaternary shale is mainly composed of clay
shale and silty shale (Figure 2). Clay shale and silty shale have extremely strong vertical
and lateral heterogeneity.

Clay shale mainly reflects underwater deposits and can be subdivided into a deep
argillaceous layer and shallow argillaceous layer according to water depth. The deep
argillaceous layer is mainly unstratified or hidden stratified, and is formed in a semi-deep
lake environment under the wave base plane [33]. It is mainly composed of clay minerals
dominated by illite, and the content can be as high as 80%. The shallow argillaceous layer
is formed in the coastal shallow lake or coastal delta plain environment, which is generally
unstratified or the stratification is modified, or the stratification is not significant [34]. It
is mainly composed of clay minerals and micrite calcite, and is rich in plant roots and the
shells of snails and ostracods.
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According to the composition and sedimentary structure characteristics, silty shale
can be divided into two categories: seasonal laminae and scour laminae. Seasonal laminae
and scour laminae are the reflection of glacial and interglacial periods [35]. The seasonal
laminae include a stable interlayer formed by mud and silt, and an interlayer formed by
organic mud and silt. The interlayer is generally 0.7~0.8 mm thick, of which the mud
is generally about 0.5 mm, and the silt is usually about 0.1 mm. Scour laminae is also
composed of mud and silt, there is the same period of erosion and transformation, and the
silt layer and mud layer thicknesses are similar.

4.1.2. Reservoir Characteristics

The porosity of the Quaternary shale in the Qaidam Basin is generally higher than
10%, which is significantly higher than that of typical shale oil and gas reservoirs, and even
more than 10 times that of the shale in the Qiongzhusi Formation in the Sichuan Basin [36].
Therefore, the reservoir space of Quaternary shale is extremely high, which provides very
favorable conditions for natural gas accumulation. The porosity of clay shale and silty
shale is also different, among which clay shale has the smallest porosity, with a peak value
between 12% and 18%. Silty shale has the highest porosity, with peaks ranging from 16% to
25% (Table 1). The water saturation of Quaternary shale is generally high, among which the
water saturation of clay shale ranges from 40 to 76% and that of silty shale ranges from 57
to 90%. The difference of organic matter content between clay shale and silty shale is also
large. The TOC content of clay shale is relatively high, ranging from 0.5% to 1.5%. The TOC
content of silty shale ranges from 0.3% to 0.8%. The mineral composition of Quaternary
shale is mainly quartz and clay minerals, followed by carbonate minerals and feldspar. The
clay mineral content in clay shale is the highest, ranging from 35% to 58%. Silty shale has
the highest quartz content, ranging from 32% to 49%.

Table 1. Characteristics of Quaternary shale reservoirs in Qaidam Basin.

Lithology Porosity
(%)

Water Saturation
(%)

TOC
(%)

Mineral Composition (%)

Quartz Feldspar Carbonate
Minerals

Clay
Minerals

Clay shale 12–18 40–76 0.5–1.5 15–24 5–17 7–21 35–58
Silty shale 16–25 57–90 0.3–0.8 32–49 7–22 8–24 13–35
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4.2. Pore Water Characteristics
4.2.1. Wettability Characteristics of Pore Water on Shale Surface

Because of the particularity of its microstructure, the wettability of shale shows some
unique characteristics. Wettability refers to the distribution of the liquid on the solid
surface, and the more evenly the liquid is distributed on the solid surface, the better the
wettability [37]. For shale, its microstructure is mainly composed of quartz, feldspar, mica,
and other minerals, and the surface of these minerals has certain chemical properties and
structural characteristics, which affects the wettability of shale. The water contact angle
refers to the angle between the contact line formed when the liquid is in contact with the
solid and the solid surface [38]. The wettability of the shale surface can be judged by the
size and variation of the contact angle.

It can be seen from the experiment of water contact angle of clay shale and silty shale
that the initial contact angle of clay shale is small, only 27.5◦. With the passage of time, the
contact angle decreases rapidly, and the water spreads on the surface of the shale. After
2.5 s, the water is fully wetted to the interior of the shale, indicating that the water of the
clay shale is extremely wettable (Figure 3). Silty shale has a relatively large initial contact
angle of 40.3◦. The contact angle also changes at a slower rate over time. Water spreads
slowly over the shale surface. After 5 s, the contact angle of the water stabilizes and the
water does not fully wet into the shale, indicating that the silty shale is relatively weak in
water wettability (Figure 4). The main reason for the difference in wettability between clay
shale and silty shale is their different mineral composition. Clay mineral content is higher
in clay shale. Clay minerals have a certain hydrophilicity, and the oxygen atoms on the
surface form a strong hydrogen bond with water molecules, so that the water molecules
form a small contact angle on the clay surface [39]. The content of quartz minerals is high
in silty shale. The quartz surface has a high surface energy, which causes water to form a
large contact angle on the quartz surface.
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4.2.2. Distribution Characteristics of Pore Water in Shale

The distribution characteristics of pore water in Quaternary shale in the Qaidam Basin
can be obtained through NMR experiments. In the Quaternary shale of the Qaidam Basin,
pore water is usually stored in pores and fractures of different sizes, and the size and shape
of these pores and fractures will affect the distribution characteristics of pore water [40].
Generally speaking, the distribution of pore water in the Quaternary shale in this basin
can be divided into three categories: macropore water, mesopore water, and micropore
water. Macropore water is usually distributed in the larger pores and fractures in the shales,
and its T2 spectrum peaks are between tens of milliseconds and hundreds of milliseconds.
Mesopore water is usually tens of milliseconds. Micropore water is typically distributed in
tiny pores and fractures in shale, with T2 spectrum peaks ranging from a few milliseconds
to tens of milliseconds.
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Clay shale and silty shale are the two most common rock types in Quaternary shale,
and there are some differences in their physical properties and geological characteristics,
including the NMR T2 spectrum. Firstly, there are obvious differences in the pore structure
of clay shale and silty shale. The pores in clay shale are usually small, irregular in shape,
densely distributed, and have poor connectivity among them. On the other hand, the
pores in silty shale are usually large, regular in shape, dispersed in distribution, and often
connected with each other. Secondly, there are differences in the peak positions of NMR
T2 spectra between clay shale and silty shale. The peak value of the T2 spectrum of pore
water in clay shale is usually between a few milliseconds and tens of milliseconds, which is
due to the irregular size and shape of pores in clay shale and poor connectivity between
pores, which limits the movement of pore water (Figure 5). However, the peak value of
the T2 spectrum of pore water in silty shale is usually between a few milliseconds and
several hundred milliseconds, which is due to the variable size and morphology of pores
in silty shale and the interconnection between pores, so that the movement of pore water is
relatively limited (Figure 6). In addition, there are differences in pore water distribution
characteristics between clay shale and silty shale. The pore water in clay shale is usually
distributed in the pores and fractures of different sizes, and the size and shape of these
pores and fractures will affect the distribution characteristics of pore water [41]. The pore
water in silty shale is usually distributed in the pores between the silty sand particles, and
the size and shape of these pores will also affect the distribution characteristics of pore
water. Therefore, the NMR T2 spectra of clay shale and silty shale are different due to
their different pore structures, pore water distribution characteristics, and the degree of
restriction of pore water movement.

With the decrease in water saturation, pore water changes in nano-pores. Firstly, at
high water saturation, pore water is usually distributed in pores of various sizes, including
micropores, mesopores, and macropores. When the water saturation is reduced, pore
water will be drained from the macropores and gradually distributed into micropores and
mesopores. However, at very low water saturation, pore water can only be distributed
in micropores (Figures 5 and 6). Secondly, when the water saturation is reduced, the
interaction between pore water molecules is enhanced, so the movement of pore water
molecules is restricted. In nanopores, the movement of pore water molecules is restricted
even more significantly because the pore size is similar to the size of the pore water
molecules. At this point, both the diffusion coefficient and the motion velocity of the pore
water molecules are reduced. Thirdly, the surface tension of pore water increases with
the decrease in water saturation. In nanopores, an increase in surface tension causes pore
water molecules to gather near the pore wall, forming an adsorption layer [42]. This further
restricts the movement of the pore water molecules and affects the interaction between the
pore water and the pore wall.
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5. Discussion
5.1. Effect of Pore Water on Natural Gas Generation

Shale is a sedimentary rock rich in organic matter, which can undergo a biogas forma-
tion reaction under appropriate conditions to produce methane, ethane, and other biogas.
Pore water is a kind of water body in shale, and its influence on biogas generation in shale
is very important. Pore water can be used as a reaction medium to promote biogas for-
mation in shale [43]. The biogas formation reaction refers to the process of decomposition
and recombination of organic matter molecules to produce methane, ethane, and other
biogas under appropriate temperature, pressure, and microbial action. Pore water contains
a variety of ions, including sodium, magnesium, calcium, potassium, chlorine, sulfate,
bicarbonate, etc. (Table 2). These ions have different effects on biogas formation. Firstly,
sodium ion is one of the most abundant ions in groundwater, and it is also one of the
important components in the biogas formation process. In the process of producing biogas,
organic matter will be degraded by anaerobic microorganisms, producing a large number
of isobutane, ethane, methane, and other gases. In this process, sodium ion may play a
catalytic role in promoting the speed and effect of organic matter degradation. Secondly,
chloride ion is also a kind of ion with a high content in groundwater, and its influence on
biogas generation is relatively weak [44]. The content of potassium and sodium ions in clay
shale is higher than that in silty shale, so it has a stronger gas generation capacity.
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Table 2. Ion content in pore water of Quaternary shale in Qaidam Basin.

Lithology K+ + Na+

(mg/L)
Ca2+

(mg/L)
Mg2+

(mg/L)
CL−

(mg/L)
SO42−

(mg/L)
HCO3−

(mg/L)

Total
Mineralization

(mg/L)

Clay shale 57,145–66,317 2839–3249 497–2661 100,015–110,471 429–11,445 942–1131 164,101–182,922

Silty shale 36,906–55,074 2129–2657 861–1233 63,853–90,425 309–1311 660–942 106,620–149,740

In addition, the pore water also contains microorganisms, enzymes, and other bioactive
substances; these substances can promote the decomposition of organic matter and the
biogas generation reaction [45]. Secondly, pore water can affect the rate and yield of biogas
generation in shale. The ions and molecules in pore water can affect the decomposition
and recombination rate of organic matter molecules and the product distribution, thus
affecting the rate and yield of biogas generation. In addition, physical conditions such
as temperature and pressure in pore water can also affect the rate and yield of biogas
generation. In summary, pore water has many effects on biogas matter molecules, and
affects the rate and yield of biogas generation. Therefore, the role of pore water must be
fully considered when studying the process and mechanism of biogas generation in shale.

5.2. Effect of Pore Water on Natural Gas Occurrence

Pore water forms a water film on the pore surface, which is usually from a few nanome-
ters to tens of nanometers in thickness. The thickness of the pore water film is related to
factors such as porosity and rock particles [46]. The calculation of water film thickness
in pores involves concepts such as capillary pressure, formation pressure, and separation
pressure (Figure 7). The water film thickness decreases with the increase in formation
pressure, showing a negative correlation trend. This is because the increase in formation
pressure will compress the water molecules in the pores, making their distribution more
dense, thus reducing the thickness of the water film [47]. The water film thickness presents
a nonlinear trend with the increase in formation pressure, that is, the change rate of water
film thickness gradually slows down. This is because when the formation pressure is small,
the water molecules in the pores are subjected to relatively small compression, and the
water film thickness changes rapidly. However, with the increase in formation pressure,
the water molecules in the pores are gradually saturated by compression, and the change
rate of water film thickness gradually slows down.
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Figure 7. The force on the water film of Quaternary shale in Qaidam Basin. The water film thickness
is affected by capillary pressure, formation pressure, and separation pressure.

It is assumed that the clay shale has a density of 2.0 t/m3 and a porosity of 15%, and
the silty shale has a density of 2.5 t/m3 and a porosity of 20%. Porosity and density are
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constant during the burial depth process. The change in free gas content can be calculated
according to the following formula:

Qfree = (ϕ·(1 − Sw)·Pi·T0)/(ρ·P0·Ti) (1)

where Qfree is free gas content, m3/t; ϕ is porosity, %; Sw is water saturation, %; ρ is
the density, t/m3; T0 is the standard temperature, 273.15 K; P0 is the standard pressure,
101.325 KPa; Ti is the temperature of the shale in the ground, K; and Pi is the pressure of
the shale in the ground, Kpa.

The Quaternary shale in the Sanhu area is in the early diagenetic stage, and the average
reservoir water saturation is between 40 and 90%, which is much higher than the shale
gas area in North America and South China [48]. When the water saturation increases, the
available gas reservoir space decreases, and the free gas volume also decreases. At the
depth of 1800 m, when the water saturation reaches 80%, the theoretical free gas of clay
shale can reach 2.22 m3/t, and that of silty shale can reach 2.38 m3/t (Figure 8). Therefore,
water in shale will affect the effective porosity and further reduce the occurrence space of
free gas.
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5.3. Effect of Pore Water on Natural Gas Adsorption

The difference of methane isothermal adsorption in clay shale and silty shale is related
to the pore structure of the reservoir. The pores in clay shale are mainly micropores and
mesopores, while those in silty shale are mainly mesopores and macropores. The pore
size of micropores and mesopores is smaller, so the pore structure of clay shale is more
complex than that of silty shale and can provide more adsorption surface area, so the
methane isothermal adsorption capacity of clay shale is usually higher than that of silty
shale (Figure 9). In addition, the content of organic matter in clay shale is usually higher
than that in silty shale, and organic matter is a major source of natural gas, thus increasing
the isothermal adsorption of methane in clay shale [49]. However, this also means that the
methane release rate in clay shale is slower, because the organic matter needs to be heated
and under pressure to release the natural gas.

An increase in water saturation will lead to a decrease in porosity in the shale pores.
This is because water molecules are larger in volume than methane molecules, and water
molecules will occupy part of the pore space, limiting the entry of methane molecules into
the pores. In addition, increased water saturation also leads to an increase in the wettability
of the pore wall surface, which reduces the adsorption capacity of methane molecules on
the pore wall surface [50]. Methane molecules and water molecules have the characteristics
of competitive adsorption on quartz, clay minerals, and other components in shale. Clay
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minerals and brittle minerals (quartz, feldspar, etc.) have adsorption capacity on the
surface, and can adsorb methane molecules and water molecules. However, the adsorption
capacity of clay mineral surfaces is generally higher than that of brittle mineral surfaces
because clay mineral surfaces have more adsorption sites and richer surface chemical
functional groups. Methane molecules and water molecules have different adsorption
affinities on clay minerals and brittle mineral surfaces. In general, water molecules have a
higher adsorption affinity than methane molecules because water molecules have stronger
polarity and hydrogen bonding and can bind more tightly to mineral surfaces. When
water and methane molecules are present at the same time on the mineral’s surface, they
engage in competitive adsorption. In general, water molecules will adsorb preferentially
because they have a higher adsorption affinity and stronger polarity [51]. This competitive
effect results in lower adsorption of methane molecules, which affects the storage and
migration of natural gas in the reservoir. In addition, temperature also has an effect on the
adsorption characteristics of methane and water molecules on the surface of clay minerals
and brittle minerals. In general, as the temperature increases, the amount of methane
and water molecules adsorbed on the surface of minerals decreases. However, different
mineral surfaces respond differently to temperature, which can also affect competitive
adsorption characteristics.
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The amount of methane adsorption in the Quaternary shale in the Qaidam Basin is
related to the amount of water molecules adsorbed on the pore surface, because water
molecules will occupy part of the pore surface, thus affecting the amount of methane
molecules adsorbed on the pore surface. Therefore, there is a certain correlation between
water saturation and the maximum adsorption amount of methane. In order to predict in
situ methane adsorption in real formation, it is necessary to construct a correlation curve
between water saturation and maximum methane adsorption. This curve can be obtained
by laboratory measurement and data fitting. Based on the methane adsorption capacity and
water saturation of clay shale and silty shale samples measured in the laboratory at a certain
temperature and pressure, the relationship between water saturation and the maximum
methane adsorption capacity can be obtained (Figure 10). According to the correlation
curve between water saturation and maximum methane adsorption, it is predicted that the
methane adsorption capacity of the Quaternary shale in the Qaidam Basin is only 0.49 m3/t,
and that of the silty shale is only 0.27 m3/t when the water content is 80%. Therefore, the
methane adsorption capacity of shale will be significantly reduced with water content.

5.4. Effect of Pore Water on Natural Gas Flow

Pore water content has great influence on methane transport. A pore is a small space
inside the rock; due to its small size, physical adsorption, capillary action and chemical
adsorption, and other effects, this will lead to a certain amount of water in the pore [52].
The presence of pore water can change the porosity and permeability of the rock, thus
affecting the flow of methane. Firstly, there is a microscopic interaction between pore water
content and shale permeability. In shale, pore water is a fluid that fills tiny pores, creating a
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kind of nanoscale interfacial region between the pores and the rock particles. Therefore,
changes in pore water content directly affect the number, size, and connectivity of these
very small channels, and thus directly determine the shale permeability (Figure 11). At the
molecular scale, the effect of pore water content on shale permeability depends on the pore
structure and the interaction of water molecules with the rock surface [53]. When the pore
water content increases, the flow of water molecules in the pores is constrained, and the
interaction between water molecules and the rock surface is also enhanced, thus reducing
the permeability. In addition, water molecules may also reduce permeability by filling the
pores and reducing the presence of gas.
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6. Conclusions

(1) The Quaternary shale mainly develops clay shale and silty shale, which provide
very favorable conditions for natural gas accumulation. Clay shale has relatively low
porosity (12–18%), high TOC content (0.5–1.5%), low water saturation (40–76%), and high
clay mineral content (35–58%). Silty shale has relatively high porosity (16 to 25%), low
TOC content (0.3 to 0.8%), high water saturation (57 to 90%), and high quartz content (32%
to 49%).

(2) The initial contact angle of clay shale is small, only 27.5◦. As time goes on, the
contact angle decreases rapidly, and water spreads out on the surface of the shale, making
it extremely wettable. Silty shale has a relatively large initial contact angle of 40.3◦. The
contact angle also changes more slowly over time and is relatively weak in water wetta-
bility. The peak of the T2 spectrum of pore water in clay shale usually ranges from a few
milliseconds to tens of milliseconds. The peak T2 spectrum of pore water in silty shales



Energies 2023, 16, 6170 13 of 15

usually ranges from a few milliseconds to a few hundred milliseconds. With the decrease
in water saturation, pore water changes in nano-pores. The pore water will be discharged
from the macropores and gradually distributed into micropores and mesopores.

(3) Shale pore water contains a variety of ions; potassium and sodium ions are some
of the ions with the highest content in pore water, and they are also some of the important
components in the process of natural gas generation, playing a catalytic role in promoting
the speed and effects of organic matter degradation. Pore water content also affects the
adsorption amount of natural gas. With the increase in water content, methane adsorption
capacity decreases. The pore water content has great influence on methane flow. With the
increase in water content, the physical property of shale deteriorates, and the migration
capacity of methane also decreases. Pore water in shale forms a water film on the pore
surface, which affects the effective porosity of shale and further reduces the occurrence
space of free gas.
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