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Abstract: Most resources of natural gas hydrate (NGH) exist in marine sediments where salts and sea
mud are involved. It is of great importance to investigate the effects of salts and sea mud on NGH
formation kinetics. In this study, the mixture of silica sand and montmorillonite was used to mimic sea
mud. The effects of the NaCl concentration of pore water and montmorillonite content on methane
hydrate formation were studied. A low NaCl concentration of 0.2 mol/L and a low montmorillonite
content range of 10-25 wt% is beneficial to reduce the induction time of hydrate formation. The high
NaCl concentration and high content of montmorillonite will significantly increase the induction
time. The average induction time for the experiments with the NaCl concentrations of 0, 0.2, 0.6, and
1.2 mol/L s 20.99, 8.11, 15.74, and 30.88 h, respectively. In the pure silica sand, the NaCl concentration
of 0.2 mol/L can improve the final water conversion. In the experiments with pure water, the water
conversion increases with the increase of the montmorillonite content due to the improvement of
the dispersion of montmorillonite to water. The water conversion of the experiments in pure water
with the montmorillonite contents of 0, 10, 25 and 40 wt% is 12.14% (+1.06%), 24.68% (£1.49%),
29.59% (£2.30%), and 32.57% (£1.64%), respectively. In the case of both montmorillonite and NaCl
existing, there is a complicated change in the water conversion. In general, the increase of the NaCl
concentration enhances the inhibition of hydrate formation and reduces the final water conversion,
which is the key factor affecting the final water conversion. The average water conversion of the
experiments under the NaCl concentrations of 0, 0.2, 0.6 and 1.2 mol/L is 24.74, 15.14, 8.85, and
5.74%, respectively.

Keywords: methane hydrate; NaCl concentration; montmorillonite; hydrate formation kinetic

1. Introduction

Because the natural gas in nature gas hydrate (NGH) is estimated to be the order of
10> m3, NGH is considered as a potential energy resource [1-3]. To verify the feasibility of
NGH exploitation, the United States, Canada, Japan, and China have carried out short-term
hydrate production tests [4,5]. In addition, to study and better understand the physical
properties of the NGH reservoir, extracting the hydrate core from the hydrate reservoir
is the most direct method [6-8]. However, in the process of extraction, transfer, and
preservation, the physical properties of the hydrate cores are inevitably disturbed, resulting
in hydrate decomposition and phase saturation changes. Additionally, it is tough and
expensive to obtain hydrate cores from the submarine hydrate reservoir. Therefore, it is
essential to simulate the actual environment of NGH in the laboratory to establish a basic
understanding of NGH [6,7].

NGH is widely distributed in permafrost and marine sediments [8]. The amount
of NGH stored beneath marine locations exceeds that in permafrost areas by at least
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two orders of magnitude [9]. The main component of gas contained in NGH is methane.
The analysis of some hydrate samples from the Pearl River Mouth basin in the South
China Sea showed that the content of methane is higher than 99.9% [10,11]. In marine
sediments, the compositions of minerals and salts are very complex, significantly affecting
the hydrate formation and dissociation in sediments [12]. In general, the seawater in pores
of sediments contains a variety of salts, in which the contents of CI~ and Na* are much
higher than those of other ions [13,14]. Therefore, it is difficult to reproduce the hydrate
formation and dissociation of the in situ hydrate reservoir in the laboratory. At present,
studies on the effects of salt and sediment composition on hydrate formation characteristics
have been carried out. As a thermodynamic inhibitor, salt shifts the methane hydrate
phase curve to a higher pressure and lower temperature. The effects of salts on hydrate
formation and dissociation kinetics were also widely investigated. Dholabhai et al. [15]
conducted experiments on hydrate formation in NaCl and KCl solutions with different
concentrations using a stirred vessel. Their experimental results showed that the formation
rate of the hydrate formed in NaCl and KCl solution is lower than that in pure water under
the same temperature and pressure. Mekala et al. [16] studied methane hydrate formation
and dissociation kinetics in Toyoura sand with pure water and seawater, respectively.
Their study reported that electrolyte significantly affects the kinetics of hydrate formation,
resulting in a six times reduction in water conversion and a significant decrease in the
hydrate formation rate. Chong et al. [4,5] studied the influence of NaCl, KCl, and MgCl,
on the methane hydrate formation and dissociation in porous media. They found that
electrolytes suppress the kinetics of hydrate nucleation and growth, resulting in lower gas
consumption and water conversion. It was also found that electrolyte promotes hydrate
dissociation, and NaCl and MgCl, have substantial effects on promoting decomposition
than KCl. Altamash et al. [17] studied the methane hydrate formation in distilled water
and seawater that was prepared by mixing 1.5 wt% C1~,0.99 wt% Na*,0.77 wt% So4>~, and
0.2 wt% Mg?*. Their study showed that the mixture of seawater and ionic liquids yields
about a 1.5 °C extra boost on the change of the methane hydrate equilibrium curve. The
hydrophobic and hydrophilic of additives determines the influence of these additives on
hydrate formation. Sowa et al. [18] found that hydrate formation kinetics are promoted at a
low salt concentration (<1 mM), and the stochasticity of the hydrate formation is reduced
with salts. Nguyen [19] studied the effects of sodium halides (NaBr, Nal, and NaCl), of sub
molar concentrations (0-1000 mM), on the formation behaviors of methane hydrate. It was
found that salts are beneficial to hydrate formation at a low concentration and inhibit the
hydrate formation at a high concentration.

The hydrate formation in marine sediments is not only affected by salts but also by
the mineral composition and structure of the deposits. Kawasaki et al. [20] found that
the particle size of the porous media has a significant effect on hydrate saturation (the
percentage of pore volume occupied by hydrate). As the particle size increases, the hydrate
saturation has an obvious increase. Liu et al. [21] experimentally studied methane hydrate
formation in different silica sands. They reported that the cage occupancy and hydrate
number do not have a noticeable difference in silica sands with varying particle sizes.
Zhang et al. [22] also investigated the influence of the particle size of the porous media
on hydrate formation. The experimental results showed that the hydrate formation rate
decreases with the increasing particle size and decreasing water content. Ge et al. [23]
carried out experiments on methane hydrate formation and dissociation in silica sand
with different water saturation (the percentage of pore volume occupied by water) and
particle sizes. The research showed that the lower the water saturation, the higher the water
conversion rate at the end of the hydrate formation. They pointed out that the highest
gas occupancy occurs when the hydrate is formed at a water saturation of 70%, which is
the optimum water saturation for hydrate formation. Bagherzadeh et al. [24] investigated
methane hydrate formation characteristics in different water-saturated beds of silica sands.
They observed that gas and water have a better contact in the partially saturated bed, which
results in a higher formation rate and water conversion. Zhang et al. [25] investigated
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the influence of water saturation on hydrate formation in marine sediments. The results
showed that water saturation has dual effects on hydrate formation. The hydrate formation
rate increases with the increase of the water saturation ranging from 30% to 40%. However,
the hydrate formation rate will decrease with the further increase of the water saturation
(45% and 50%). Kumar et al. [26] investigated the effects of different proportions of the
clay/sand and water saturation on hydrate formation. The study found that the hydrate
formation rate increases as the pore volume increases. The rise of clay will reduce the water
conversion and hydrate formation rate, and the maximum water conversion is reached
when the water saturation in the pure sand is 75%.

In summary, previous studies showed that the type and concentration of salts and
the particle size of porous media significantly affect hydrate formation. However, the
effect of salt on the formation of hydrate in marine sediments is still unclear. Clay is one
of the main components of marine sediments and could be higher than 40 wt% in some
areas [27,28]. However, the silica sands were mainly used in previous studies, which
cannot reflect the actual reservoir’s characteristics. Montmorillonite is an essential part
of the marine sediments in the Shenhu area of the South China Sea [29]. As a result of
the unique surface property and layered structure, montmorillonite adsorbs exchangeable
cations (Na*, Ca?" Mg?*) and water molecules to achieve a charge balance between the
layers [30], changing the pore volume and salinity during hydrate formation, and further
affects hydrate formation kinetics. In this work, the hydrate formation experiments were
carried out in silica sand with different montmorillonite contents and different NaCl
concentrations. The effects of the montmorillonite content and NaCl concentration on the
final gas consumption, gas consumption rate, induction time, and water conversion during
hydrate formation were analyzed.

2. Experimental Section
2.1. Experimental Apparatus

Figure 1 shows the schematic of the experimental apparatus. The apparatus has been
detailed and introduced in our previous study [22]. The core component of the device is a
high-pressure reactor (20 MPa) with an internal volume of 56.91 cm3. The reactor and the
supply vessel are immersed in a water bath. The circulation fluid of the water bath is the
mixture of deionized water (75 wt%) and ethylene glycol (25 wt%) The pressures in the
reactor and supply vessel are measured by two pressure transducers (£0.025 MPa). The
temperatures inside the reactor and water bath are measured by Pt100 temperature sensors
(£0.1 K). The pressure of the reactor outlet is controlled by a back pressure regulator. The
pressure and temperature are monitored and recorded by a data acquisition system.

S
reservoir _®_ Gas Flow
B Pressure Transducer Meter
[ | Thermometer ~ as%iqui
- Separator
Booster I S5
Pump G | —
P éessure ﬂz:esr Gas Flow ! * Back-Pressure
auge Meter reactor— | | Regulator
! ! Balance
5 ! !
us] I
=i - | |
= I | Computer
> Water bath :__'L____:___l ______ | Data Aceq| =
(bfg System

Figure 1. Schematic of the experimental apparatus.
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2.2. Materials

In this study;, silica sand and Na-montmorillonite were used to mimic marine sedi-
ments. Methane gas was used to form hydrate due to that it is the main component of the
gas in NGH [31]. The materials used in this study are shown in Table 1.

Table 1. Properties and Suppliers of Materials.

Material Purity (%) Particle Size (um) Supplier
CHy4 99.9% - Foshan HuaTe Gas Co., Ltd.
. Shanghai McLean Biochemical
Silica sand - 120-180 Technology Co., Ltd.
Na-montmorillonite - 16-22 NANOCOR Company
NaCl 99.5 - Aladdin Industrial Co., Ltd.

2.3. Hydrate Formation

All the experiments were conducted by the excess-gas method. The experimental
steps are as follows:

(1) The silica sand and montmorillonite were mixed evenly in a beaker according to
the ratio set in the experiment. (2) An amount of 12 mL NaCl solution was added into
the silica sand /montmorillonite mixture. Then, the silica sand and montmorillonite were
mixed evenly again. The sample of the mixture is shown in Figure 2. The mixture is like wet
sediments after adding NaCl solution. (3) The mixture of silica sand and montmorillonite
was tightly filled into the reactor. (4) The air in the reactor was displaced by methane three
times. (5) The temperature of the water bath was adjusted to 287.15 K. After the temperature
in the reactor was stable, methane was injected into the reactor until the pressure was up
to 10 MPa. The schematic view of the distributions of different components in the reactor
before the hydrate formation is shown in Figure 3. (6) The water bath temperature was
adjusted to 276.15 K to form methane hydrate. When the pressure drop rate was lower
than 2 kPa/h, the hydrate formation was regarded as complete.

Figure 2. Sediments sample: (a) montmorillonite and silica sand; (b) mixture of silica sand and
montmorillonite; (c) after brine was added into the silica sand /montmorillonite mixture.

2.4. Calculation of the Methane Consumption Rate and Water Conversion
The number of moles of methane consumed (An) is calculated by Equation (1).

Vo — PVi

An —
"= ZoRTy ~ ZiRT,

)

where subscript 0 represents the beginning of the experiment, and subscript t represents
the time of the experiment; P, T, V represents the pressure, temperature, and volume of the
gas space in the reactor, respectively. The compressibility factor Z is calculated by the SRK
equation [32].
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Figure 3. Schematic view of the distributions of different components in the reactor.

Water conversion is defined as the mole percentage of water converted to hydrate.
The water conversion is calculated by Equation (2):

An X Nhyd

CWH = X 100(70 (2)

H,O
Nyyq refers to the hydration number. In this work, the value of Ny,  is 6.1 [33,34].
The gas consumption rate is calculated by Equation (3):

An

Rp=——
f tend — tind

)
Ry represents the gas consumption rate; f.,; represents the experiment time; t;,4
represents the induction time.

3. Results and Discussion

In this study, to investigate the effects of the NaCl concentration and montmorillonite
content on methane hydrate formation, the hydrate formation experiments were carried out
in the mixture of the silica sand and montmorillonite with four montmorillonite contents
and four NaCl concentrations. Each experiment was repeated, and a total of 32 experiments
were conducted. Table 2 shows the detailed experimental conditions and results.
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Table 2. Summary of experimental conditions and results.

Exp NaCl Concentration Montmorillonite Final Pressure Induction A# (mmol) Covrr (%)
: (mol/L) Content (wt%) (MPa) Time (h)
Al 0 0 8.87 17.7 11.08 10.15
Al 0 0 8.79 11.12 13.2 12.09
A2 0.2 0 8.62 11.71 14.84 13.59
A2’ 0.2 0 8.67 7.16 15.09 13.82
A3 0.6 0 8.72 20.84 13.16 12.05
A3’ 0.6 0 8.77 23.74 11.57 10.6
A4 1.2 0 9.11 54.21 6.48 5.94
A4 1.2 0 9.15 18.98 5.96 5.46
B1 0 10 8.17 16.38 23.19 21.24
B1’ 0 10 8.09 9.08 26.16 23.96
B2 0.2 10 8.58 2.56 16.59 15.2
B2’ 0.2 10 8.75 2.74 13.95 12.78
B3 0.6 10 9.1 3.95 6.2 5.68
B3’ 0.6 10 9.16 14.76 6.05 5.54
B4 1.2 10 9.12 12.34 5.13 4.7
B4’ 1.2 10 9.12 23.94 5.18 4.75
C1 0 25 7.95 7.93 27.29 25
Cc1 0 25 7.7 19.23 31.88 29.19
C2 0.2 25 8.61 9.45 15.9 14.56
c2 0.2 25 8.59 4.98 15.75 14.42
C3 0.6 25 8.92 9.27 10 9.19
Cc3 0.6 25 9.13 9.07 5.66 5.18
C4 1.2 25 9.07 41.69 5.56 5.09
cq4’ 1.2 25 9.13 5.15 5.3 4.85
D1 0 40 7.76 78.08 30.93 28.33
D1’ 0 40 7.59 8.42 34.2 31.32
D2 0.2 40 8.74 3.35 12.34 11.3
D2’ 0.2 40 8.55 22.97 16.64 15.24
D3 0.6 40 8.88 35.1 10.57 9.68
D3’ 0.6 40 9.02 9.16 7.6 6.96
D4 1.2 40 9.03 58.38 6.96 6.37
D4’ 1.2 40 9.12 32.25 5.31 4.87

A: silica sand B: 90 wt% silica sand, 10 wt% montmorillonite C: 75 wt% silica sand, 25 wt% montmorillonite
D: 60 wt% silica sand, 40 wt% montmorillonite. 1: pure water, 2: 0.2 mol/L NaCl, 3: 0.6 mol/L NaCl, 4: 1.2 mol/L
NaCl. Superscript ": repeated experiment.

3.1. Typical Formation Process

Figure 4a shows the typical temperature and pressure curves. It can be found that the
pressure in the reactor decreases with the decrease in temperature after the experiment
begins and subsequently remains stable after the temperature drops to the experimental
temperature. After the induction stage, the temperature in the reactor suddenly rises,
and the pressure suddenly decreases, indicating that hydrate begins to form. Then, the
pressure in the reactor decreases slowly, and the temperature gradually decreases to the
experimental temperature. Figure 4b shows the methane consumption and temperature
change during the experiment. As shown in Figure 4b, the methane consumption has
a slight rise and remains stable after the beginning of the experiment. The slight rise in
methane consumption may be caused by methane dissolution. When the consumption in-
creases significantly, the temperature also increases significantly, indicating the consistency
between judging hydrate formation by a sudden rise in temperature and a continuous
increase in methane consumption. For some cases where there is no obvious change in the
temperature and pressure during hydrate formation, the gas consumption curve can be
used to judge when the hydrate formation starts.
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Figure 4. Typical hydrate formation curve. (a) Pressure and temperature evolution of methane hydrate
formation. (b) Methane consumption and temperature evolutions of methane hydrate formation.

3.2. Induction Time

Theoretically, the induction time is the duration from the generation of the supersatu-
rated solution to the emergence of the first crystal of hydrate. However, the induction time
defined in this method is challenging to quantify in the experiments in this study. Therefore,
the time between the beginning of each experiment and when methane consumption rises
rapidly was defined as the induction time. Figure 5a compares the induction time in the
experiments with different NaCl concentrations. The induction time is the average value
of two experiments conducted at the same NaCl concentration and same montmorillonite
content. As shown in Figure 5a, the induction time of the methane hydrate formed in
0.2 mol/L NaCl solution is significantly shorter than that in pure water. However, the
induction time increases significantly with the further increase of the NaCl concentration.
This indicates that NaCl may promote hydrate nucleation at the low concentration but
inhibit hydrate nucleation at the high concentration. As calculated, the average induction
time for the experiments with the NaCl concentrations of 0, 0.2, 0.6, and 1.2 mol/L is 20.99,
8.11, 15.74, and 30.88 h, respectively. The study of Chong et al. [4] also showed that the
induction time of hydrate formed in 1.5 wt% (approximately 0.26 mol/L) NaCl solution
is obviously shorter than that in 3 wt% (approximately 0.53 mol/L). A previous study
indicated that hydrophobic and hydrophilic ions have an essential influence on hydrate
formation [17]. Nguyen et al. [19] found that in dilute sodium halides, large and polarizable
anions behave as hydrophobic entities and interact with surrounding water molecules to
form hydrophobic hydration shells whose water structure is like that of methane. The
structurally similar shells facilitate gas hydrate nucleation. Furthermore, a molecular simu-
lation study showed that a low concentration of Na* makes for the formation of hydrate
clusters, and Cl~ facilitates the transformation of the surrounding methane hydration [35].
However, at a high concentration, there occurs the competition between ions and methane
molecules to gain water for hydration, which inhibits the growth of hydrate [35,36].
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Figure 5. Comparison of induction time. (a) Induction time under different NaCl concentrations.
(b) Induction time under different montmorillonite contents.

Figure 5b shows the induction time of the experiments with different montmorillonite
contents. In the experiments with the montmorillonite contents of 10 and 25 wt%, the
induction time is less than that of the pure silica sand. It was found that clay behaves like a
thermodynamic promoter at a low content [37]. However, in the experiments with 40 wt%
montmorillonite, the induction time increases significantly, especially in the experiments
with pure water and the NaCl concentration of 1.2 mol/L. This shows that montmorillonite
can promote hydrate nucleation in the content range of 10-25 wt%. When the content of
montmorillonite further increases, montmorillonite will inhibit the nucleation of hydrate.
The average induction time of the experiments carried out under the montmorillonite
contents of 0, 10, 25 and 40 wt% is 20.68, 10.72, 13.35, and 30.96 h, respectively. Hydrate nu-
cleation is likely to start from the surface of wet sediments in high content montmorillonite
experiments, and in the experiment with free water, hydrate nucleation mainly occurs on
water—gas interfaces [38]. Montmorillonite absorbs more water into its interlayer with the
increase of the montmorillonite content. Most of the absorbed water exists in the bound
water, which links with montmorillonite by hydrogen bonds, making it more difficult to
form hydrate on the surface of montmorillonite [29,39]. In other words, montmorillonite
also has a certain thermodynamic inhibition on hydrate formation at a high content [25].
The induction time also increases with the decrease in hydrate formation driving force
(the difference between hydrate formation pressure and the equilibrium hydrate formation
pressure corresponding to the formation temperature) caused by the increase of montmoril-
lonite content. Compared with the effect of NaCl concentration on induction time, the effect
of the montmorillonite content is smaller, indicating that the thermodynamic inhibition of
montmorillonite on hydrate formation is less than that of NaCl.

3.3. Gas Consumption and Gas Consumption Rate

Figure 6 shows the curves of methane consumption over time. For the similar change
of the experiment and repeated experiment, the curve of repeated experiments is not shown.
As shown in Figure 6, the methane consumption is the fastest at the beginning of hydrate
formation, then its rate decreases rapidly in all experiments. This indicates that the forma-
tion rate of hydrate is the fastest at the beginning of hydrate formation and then decreases
rapidly. In experiments conducted in the pure silica sand, the final methane consumption
initially increases and then decreases with the increase of the NaCl concentration. This
shows that NaCl solution with a low concentration can promote hydrate nucleation and
improve the formation rate of methane hydrate when hydrate is formed in the pure silica
sand [19]. However, when using NaCl solution to form hydrate in the pure silica sand, the
hydrate formation duration increases significantly. This is because the increasing concentra-
tion of NaCl solution reduces the driving force for hydrate formation. In experimental runs,
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B, C, and D with montmorillonite existing, the final methane consumption decreases signif-
icantly as the NaCl concentration increases. In the experiments with pure water, the final
gas consumption increases with the montmorillonite content, but the formation duration
also increases significantly. In the experiments with the NaCl concentration of 0.2 mol/L,
the final methane consumption in each group is relatively close, but the duration of hydrate
formation in the pure silica sand is longer than that in the montmorillonite/sand mixture.
In the experiments with the NaCl concentrations of 0.6 and 1.2 mol/L, the final methane
consumption decreases significantly after adding montmorillonite, in which the hydrate
formation duration is longer than that in the experiments with the NaCl concentration of

0.2 mol/L.
0.030
0014 Pure silica sand — Pure water 90 wt% Silica sand and
— 0.2 mol/L NaCl 10 wt% montmorillonite
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g £
= 1 a
g 0.008 £ 00151
z z
)
S 0.006 3
2 S 0010
o) &)
0.004 - Pure water E
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0.000 -— : T : (a,) . ; . ; 0.000 T " T T " T g T
0 20 40 60 80 0 20 40 60 80
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£ o015 [ .
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T T T T T T T 0.000 e e B e E e e e e LA B s s e |
0 20 40 60 80 100 120 0 20 40 60 80 100 120 140 160 180

Time (b) Time (h)
Figure 6. Comparison of methane consumption during hydrate formation in different experiments.
(a) Pure silica sand. (b) 90 wt% silica sand and 10 wt% montmorillonite. (c) 75 wt% silica sand and
25 wt% montmorillonite. (d) 60 wt% silica sand and 40 wt% montmorillonite.

To further analyze the formation rate of methane hydrate, the average gas consump-
tion rate of each experiment was calculated by Equation (3) and is given in Figure 7, in
which the error bar represents the specific values of two groups of experiments under the
same conditions
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different montmorillonite contents.

The average gas consumption rate is related to the final gas consumption and hydrate
formation duration. A higher average gas consumption rate indicates a higher hydrate for-
mation ability in a specific time. When there is little difference in the final gas consumption,
the average gas consumption rate is mainly affected by the hydrate formation duration. It
can be seen from Figure 7 that, in the silica sand containing montmorillonite, the average
gas consumption rate under the NaCl concentration of 0.2 mol/L is significantly higher
than those under other concentrations. Combined with Figure 6, it can be found that under
the NaCl concentration of 0.2 mol/L, the final gas consumption of different experiments is
relatively high and the hydrate formation duration is relatively short, resulting in a high
average gas consumption rate.

It can be seen from Figure 7b that the average gas consumption rate decreases sig-
nificantly when the NaCl concentrations are 0.6 and 1.2 mol/L. This is because with the
significant increase of the NaCl concentration, the final gas consumption decreases sig-
nificantly, and the overall hydrate formation rate also decreases significantly with the
decrease in the driving force of hydrate formation. In general, the gas consumption
rate is more significantly affected by the NaCl concentration and less affected by the
montmorillonite content.

3.4. Water Conversion

Table 2 and Figure 8 show the average water conversion of the experiments with
different NaCl concentrations and montmorillonite contents. The average water conversion
is the average value of two experiments conducted at the same NaCl concentration and the
same montmorillonite content. As shown in Figure 8a, the average water conversion in the
experiments conducted in the pure silica sand with the NaCl concentrations of 0, 0.2, 0.6,
and 1.2 mol/L is approximately 11.12% (0.97%), 13.70% (£0.12%), 11.32% (£0.73%), 5.69%
(££0.24%), respectively. This shows that the NaCl can promote hydrate formation at the
low concentration but significantly inhibits the hydrate formation at the high concentration
in the pure silica sand. This phenomenon is the same as the previous research results
of Nguyen et al. [19]. The water conversion of the hydrate formed in 0.6 mol/L NaCl
solution is in line with the reports of Mekala et al. [16]. In their study, the water conversion
of the hydrate formed in the silica sand with 100% seawater saturated was only 8.44%
(£4.51%). However, the study of Chong et al. [4,5] showed that about 64.75% (£2.79%) and
57.14 (£3.09%) water conversion was obtained in 1.5 and 3 wt% NaCl solutions with 75%
water saturation. This shows that water saturation may have a stronger influence on water
conversion than dilute salt solution. Their studies also showed that NaCl and MgCl, have
basically the same influence on water conversion, although MgCl, has a stronger inhibition
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effect on hydrate formation, indicating that different types of salts have different influences
on water conversion, and are not directly related to the thermodynamic inhibition ability
of salts.
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Figure 8. Summary of water conversion. (a) Water conversion under different NaCl concentrations.
(b) Water conversion under different montmorillonite contents.

As also shown in Figure 8a, in the experiments with the montmorillonite contents of 10,
25 and 40 wt%, the water conversion decreases with the increase of the NaCl concentration.
Different from the hydrate nucleation, the final water conversion of hydrate formation is
mainly related to the hydrate formation driving force and mass transfer process. On the one
hand, the driving force of hydrate formation determines the final stable pressure of hydrate
and whether hydrate can continue to form. On the other hand, with the formation of
hydrate, the increasing hydrate saturation hinders the contact between gas and unreacted
water, and finally affects the water conversion. The induction time of hydrate formation and
the water conversion of the experiments in the pure silica sand show the promoting effects
of salt ions on hydrate formation. However, in the system containing montmorillonite,
due to the high water absorption of montmorillonite, the distribution of water in the
sample is more dispersed, which provides greater gas-liquid contact and reduces the
obstruction of hydrate formation to the mass transfer process. Therefore, in the system
containing montmorillonite, the promotion effect of the salt ion at the low concentration
on hydrate formation may be reduced, while the effect of salt on the hydrate equilibrium
pressure, which leads to the decrease in hydrate formation driving force with the increase
of the salt concentration, plays a more significant role on hydrate formation, resulting in
the decrease of the final water conversion with the increase of the NaCl concentration
in the montmorillonite containing system. As found in the study of Chong et al. [4,5],
different types of salts have different influences on water conversion and are not directly
related to the thermodynamic inhibition ability of salts. However, in the mixture of silica
sand /montmorillonite, it is found that the water conversion may have a more significant
relationship with the thermodynamic inhibition ability of the salt type. Therefore, during
hydrate formation with the presence of montmorillonite, it is speculated that the water
conversion would be less with the salt, which has a stronger hydrate inhibition ability.

As shown in Figure 8b, in the experiments with pure water, the water conversion
increases significantly with the increase of the montmorillonite content due to that mont-
morillonite increases the contact area of gas and water and improves the mass transfer
efficiency during hydrate formation. The water conversion of the experiments in pure
water with the montmorillonite contents of 0, 10, 25 and 40% is 12.14% (4+1.06%), 24.68%
(£1.49%), 29.59% (£2.30%), and 32.57% (£1.64%), respectively. The dispersion of water
increases with the increase of the montmorillonite content. Although montmorillonite has
a certain inhibition effect on the formation thermodynamics of hydrate, the higher mass
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transfer rate results in the higher water conversion. It shows that in a pure water system,
the mass transfer process is the key factor affecting the final water conversion. It can also
be seen from Figure 8b that with the increase of the NaCl concentration, the effect of the
montmorillonite content on water conversion becomes less obvious, which may be due
to the decrease in the hydrate formation driving force caused by the increase of the NaCl
concentration, and its effect on the final water conversion is significantly higher than that of
the montmorillonite content. The average water conversion of the experiments under the
NaCl concentrations of 0, 0.2, 0.6 and 1.2 mol/L is 24.74, 15.14, 8.85, and 5.74%, respectively.

4. Conclusions

In this work, the effects of the NaCl concentration and montmorillonite content on
hydrate formation kinetics were studied. The main conclusions are as follows:

(1) NaCl solution has a dual effect on methane hydrate formation. A low concentration
of NaCl solution effectively reduces the induction time. However, there is an opposite
effect on hydrate nucleation in the NaCl solution at a high concentration. The average
induction time for the experiments with the NaCl concentrations of 0, 0.2, 0.6, and
1.2 mol/L is 20.99, 8.11, 15.74, and 30.88 h, respectively.

(2) The low content of montmorillonite is beneficial to reduce induction time, but the high
content of montmorillonite will significantly increase the induction time. The average
induction time of the experiments carried out under the montmorillonite contents
of 0, 10, 25 and 40 wt% is 20.68, 10.72, 13.35, and 30.96 h, respectively. The effect of
montmorillonite content on the induction time is smaller than NaCl, indicating that
the thermodynamic inhibition of montmorillonite on hydrate formation is less.

(3) In the experiments conducted in the pure silica sand, the low NaCl concentration
of 0.2 mol/L can improve the final water conversion. In the experiments with pure
water, the water conversion rate increases with the increase of the montmorillonite
content due to the improvement of the dispersion of montmorillonite to water. The
water conversion of the experiments in pure water with the montmorillonite contents
of 0, 10, 25 and 40 wt% is 12.14% (£1.06%), 24.68% (£1.49%), 29.59% (£2.30%), and
32.57% (£1.64%), respectively.

(4) In the case of both montmorillonite and NaCl existing, the absorption of water by
montmorillonite, which increases the contact area of gas and water, and the inhibition
of NaCl result in more complicated effects on the water conversion. In general, the
increase of the NaCl concentration enhances the inhibition of hydrate formation
and reduces the final water conversion, which is the key factor affecting the final
water conversion. The average water conversion of the experiments under the NaCl
concentrations of 0, 0.2, 0.6 and 1.2 mol/L is 24.74, 15.14, 8.85, and 5.74%, respectively.
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