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Abstract: Effective control of the cohesive force between hydrate particles is the key to prevent their
aggregation, which then causes pipeline blockage. The hydrophilic–lipophilic balance (HLB) value
of surfactants was proposed as an important parameter for the evaluation and design of hydrate
anti-agglomerants. A microscopic manipulation method was used to measure the cohesive forces
between cyclopentane hydrate particles in the presence of Tween and Span series surfactants with
different HLB values; moreover, the measured cohesive force was compared with the results of
calculations based on the liquid bridge force model. Combined with the surface morphology and
wettability of the hydrate particles, we analyzed the mechanism by which surfactants with different
HLB values influence the cohesion between hydrate particles. The results show that for both Tween
(hydrophilic, HLB > 10) and Span (hydrophobic, HLB < 10) surfactants, the cohesive force between
cyclopentane hydrate particles decreased with decreasing HLB. The experimental results were in
good agreement with the results of calculations based on the liquid bridge force model. The cohesive
force between hydrate particles increased with increasing concentration of Tween surfactants, while
in the case of the Span series, the cohesive force decreased with increasing surfactant concentration.
In the formation process of cyclopentane hydrate particles, the aggregation of low-HLB surfactant
molecules at the oil–water or gas–water interface increases the surface roughness and hydrophobicity
of the hydrate particles and inhibits the formation of liquid bridges between particles, thus reducing
the cohesion between particles. Therefore, the hydrate aggregation and the associated blockage risks
can be reduced.

Keywords: hydrate blockage; surfactants; HLB value; liquid bridge; cohesion force; surface wettability

1. Introduction

Natural gas hydrates are crystalline clathrates formed by methane and other small-
molecule hydrocarbon gases and water at high pressure and low temperature [1,2]. In the
processes of drilling and exploitation of deep-sea oil, gas, and natural gas hydrates as well as
oil/gas extraction and transportation, natural gas and water in the pipelines may generate
or regenerate hydrates under low temperature and high pressure conditions. The hydrate
particles continue to grow and accumulate, causing blockages and even safety issues [3,4].
At present, high concentrations of methanol, ethylene glycol, and sodium chloride hydrate
are used as thermodynamic inhibitors to prevent hydrate plugging [5]. This approach
presents many problems [6,7], such as large dosages of inhibitors, high costs, environmental
pollution, and heavy logistic burden; hence, an environmentally friendly, low-dosage, and
low-cost inhibitor is urgently needed to prevent wellbore plugging. Previous results show
that the aggregation of hydrate particles as well as their cohesion and deposition on the pipe
walls are the main causes of pipeline plugging [8–10]. Yuliev reported the use of surfactants
to prevent hydrate aggregation. Subsequently, studies performed by the French Petroleum
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Institute showed that non-ionic surfactants, including hydroxycarboxylic acid amides and
polyalkoxy dihydroxyamides [11], could inhibit hydrate aggregation [12]. Shell Company
researchers reported that quaternary ammonium salts with two or more n-butyl, n-pentyl, or
isopentyl groups had a better anti-agglomeration effect; they developed anti-agglomerants
based on single- and double-chain quaternary ammonium salts that were suitable for
high supercooling conditions [13]; however, the biotoxicity and biodegradability of these
agents could not meet the requirements of marine environmental protection [12]. It was
found that rhamnolipid biosurfactants and sorbitan fatty acid ester surfactants could inhibit
the aggregation of gas hydrates. The anti-agglomerants mentioned above can be used in
oil–gas–water systems, but not in oil-free gas–water systems. Sun et al. [14] found that an
anti-agglomerant containing cocamidopropyl dimethylamine as the main component could
prevent hydrate aggregation in an oil-free gas–water system; Saikia et al. [15] reported that
soybean lecithin can increase the aggregation time of tetrabutylammonium bromide (TBAB)
hydrate crystals; Zhao et al. [16] found that an amphiphilic amide compound could inhibit
the aggregation of hydrate particles in an oil-free gas–water system at 13 MPa and 2 ◦C.

No definitive consensus has yet been reached on the mechanism of action of hydrate
anti-agglomerants. Kelland et al. [17,18] reported that surfactants can form water-in-oil
emulsions in oil–water systems, preventing the contact of hydrate particles with water
droplets. The patent of Shell Oil Company [13] reported that the hydrophilic groups of
surfactants can adsorb on the surface of hydrate crystals, enhance the hydrophobicity
of the hydrate surface, and facilitate the dispersion of hydrate particles in the oil phase.
Huo et al. [19] tested several surfactants in high-pressure apparatuses, and the results
indicated that the hydrophilic groups of surfactant molecules at the interface adsorb on
the surface of hydrate particles and extend in the oil phase, resulting in steric hindrance
between the particles and hindering their aggregation. Koh et al. [20] proposed that the
hydrophilic groups of the anti-agglomerant could be intercalated into the hydrate crystal,
resulting in defects that prevent the formation of larger particles. After measuring the
adhesion forces between tetrahydrofuran hydrate particles, Taylor et al. [8] hypothesized
that the surfactant molecules reduce the oil–water interfacial tension and weaken the
capillary bridge force between hydrate particles, thus preventing particle aggregation. To
sum up, anti-agglomerants mainly inhibit aggregation by reducing the oil–water interfacial
tension [8], emulsifying droplets in oil–gas–water systems [17,18], altering the surface
wettability of hydrate particles [19], and affecting their formation [20].

In order to further study the microscopic characteristics of anti-agglomerants prevent-
ing hydrate particles from aggregation, some researchers developed measurement systems
to evaluate the cohesion between cyclopentane hydrate particles and analyze the mecha-
nism of hydrate aggregation [21]. The microscopic manipulation experiments performed
by Yang et al. [22] indicated that the cohesion between tetrahydrofuran (THF) hydrate
particles decreases with decreasing temperature. Taylor et al. [8] improved the microscopic
manipulation technique and found that the cohesion force between THF hydrate particles
increases with increasing contact force and contact time. Experiments on CH4/C2H6 hy-
drates also demonstrated that the interparticle force between particles increases with the
contact time [23]; moreover, the interparticle force in liquid cyclopentane is independent of
the effective radius of the particles, but in the gas phase, the same force is linearly related
to the particle radius [24]. In addition, some chemicals, such as asphaltene, can prevent
cyclopentane hydrate aggregation in oil–water systems [25].

The above analysis shows that some amphiphilic materials can inhibit the aggregation
of hydrates. However, current studies of hydrate anti-agglomerants focus on the functional
groups of amphiphilic materials that can be adsorbed on the surface of hydrates and aim to
select amphiphilic anti-agglomerants that can prevent hydrate aggregation; no parameters
or evaluation indicators that can directly guide the design and optimization of hydrate
anti-agglomerants have been reported. Based on the surfactant theory and the analysis
of the amphiphilic characteristics of hydrate anti-agglomerants, we selected Tween and
Span surfactants to study the influence of different hydrophilic–lipophilic balance (HLB)
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values on the cohesion between hydrate particles. The results show that the HLB value of
surfactants can be used as an important parameter for the evaluation and design of hydrate
anti-agglomerants. It provides theoretical guidance for the design and optimization of
anti-agglomerants.

2. Materials and Methods
2.1. Materials

Span 80, Span 40, Span 20, Tween 60, and Tween 65 (purity ≥ 99.5%), as well as Tween
20 and Tween 65 (purity ≥ 99%) and cyclopentane (purity ≥ 99.5%) were purchased from
Shanghai Macklin Biochemical Co., Ltd. (Shanghai, China); methane (purity ≥ 99.99%)
was purchased from Qingdao Xinyuan Gas Co., Ltd. (Qingdao, China); deionized water
was prepared in our laboratory.

2.2. Methods

Figure 1 shows the setup of the instruments used for measuring the cohesive force
between hydrate particles. Among them, the microscope model we use is Leica S-APO,
and the magnification can reach 80–220 times.

Figure 1. Apparatus used for measuring the cohesive force between hydrate particles.

Cyclopentane can form type II hydrates at atmospheric pressure and below 7.7 ◦C,
which are of the same type as natural gas hydrates formed in wellbores, and can be tested at
atmospheric pressure. The following experimental procedure was adopted. First, we took
the two operating arms off the operating platform, fixed a drop of deionized water on the
glass fiber at its end, and then placed it in liquid nitrogen for the 30 s to form ice particles.
After that, we quickly installed the two operating arms on the operating platform; that is,
we put the ice particles at the end of the glass fiber in the reaction kettle containing liquid
cyclopentane and let it stand for 30 min at −1 ◦C, until it was converted into cyclopentane
hydrate particles. Then, the cyclopentane hydrate particles in the reaction kettle were
observed with a micro camera, and the cohesive force between them was measured by a
pull-out method [26], as shown in Figure 2.

The hydrate particles fixed on a movable operation arm were set in contact with those
on a fixed operation arm; then, a force of 2.2 mN·m was applied to the two hydrate particles
for a contact time of 10 s; the half-filling angle α and the contact angle β of the liquid bridge
between the particles were then measured, after which the movable arm was separated
from the fixed arm at a speed of 1 µm/s. Due to the presence of the adhesive force between
the particles, the glass fiber at the end of the fixed operating arm will bend, and the particles
fixed on it will move together under the action of the cohesive force; the displacement of
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the particles can then be measured. When the particle movement reaches a critical value
(S) and continues to increase, the elastic force of the glass fiber is greater than the cohesion
force; hence, the cohesion between the particles will be broken, and the two particles will
be quickly separated under the action of the elastic force of the glass fiber.
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Figure 2. Schematic diagram illustrating the measurement of the cohesion between hydrate par-
ticles [16]: (a) hydrate particles approach; (b) contact and apply a force of 2.2 mN/m; (c) hydrate
particles begin to separate; (d) critical position separation.

The cohesive force between the particles can be calculated according to Hooke’s law:

F = kS (1)

where F denotes the cohesive force (N), k denotes the elastic coefficient of the glass fiber,
and S denotes the displacement (m).

In order to ensure the accuracy of the results, at least 40 repeated tests were carried
out in each experiment. Because the diameters of hydrate particles prepared in each
experiment were different, the harmonic mean radius R* was used to normalize the results
of the measurements. R* was calculated as follows:

1
R∗ =

1
2
(

1
R1

+
1

R2
) (2)

where R1 and R2 are the radii of the two particles (m).

3. Results and Discussion
3.1. Cohesive Force between Cyclopentane Hydrate Particles
3.1.1. Measurement of Cohesive Force between Particles in the Presence of Surfactants with
Different HLB Values

In order to explore the inhibition mechanism of hydrate aggregation by surfactants
with different HLB values and rule out the influence of different functional groups on
hydrate aggregation, Span (HLB < 10, hydrophobic) and Tween (HLB > 10, hydrophilic)
surfactants with similar structural characteristics were selected to carry out micro-cohesion
tests. By analyzing the influence of Span and Tween materials with different HLB values
on the microscopic cohesive force between the hydrates, effective hydrate aggregation
inhibitors could be designed and screened, as shown in Figures 3 and 4.

Figure 3 shows that compared with the pure cyclopentane hydrate particles, the
interparticle cohesive force was reduced under the action of the Span 80, Span 40, and Span
20 surfactants with HLB values of 4.3, 6.7, and 8.6, respectively; moreover, the interparticle
cohesive force decreased with increasing surfactant concentration, and the reduction extent
was between 6% and 35% when the concentration was less than 0.5 wt.%. Span 80, with the
lowest HLB value, had the strongest effect. The above results show that Span surfactants
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could reduce the cohesion between the cyclopentane hydrate particles; moreover, at the
same concentration, a lower HLB value resulted in a stronger effect. 
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surfactants (−1 ◦C, 2.2 mN/m, 10 s); (b) molecular structure diagram of Span series surfactants.
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Figure 4 shows that the interparticle cohesive force in the presence of Tween 65, Tween
85, Tween 60, and Tween 20 surfactants with HLB values of 10.5, 11.0, 14.9, and 16.7,
respectively, was higher than that of the pure cyclopentane hydrate and increased with
increasing surfactant concentration. The rate of increase ranged from 11% to 207%. Higher
HLB values of the surfactant resulted in a greater interparticle cohesion.

To sum up, for the Span series of surfactants with HLB values lower than 10 (i.e.,
hydrophobic), the cohesive force decreased with decreasing HLB and increasing surfactant
concentration, but the corresponding changes were relatively small. For the hydrophilic
Tween surfactants with HLB > 10, the cohesive force increased with increasing HLB and
surfactant concentration. In the case of Tween 65 and Tween 85 with HLB values of 10.5
and 11.0, respectively, the cohesive force between hydrate particles increased slightly with
increasing surfactant concentration. On the other hand, for the Tween 60 and Tween
20 surfactants with HLB values of 14.9 and 16.7, respectively, the interparticle cohesive
force increased significantly with increasing surfactant concentration, and the maximum
increase could reach 207%. The changes in the cohesion between hydrate particles with the
HLB value indicate that surfactants with different HLB values have a different adsorption
behavior due to their different hydrophilic/hydrophobic characteristics, and the surface
properties of the hydrate particles are different.

3.1.2. Analysis of Cohesive Force between Hydrate Particles

Gas hydrate particles can aggregate via collision, and their aggregation characteristics
can be explored by examining the parameters describing the cohesion between parti-
cles [28–30]. Based on previous reports, the liquid bridge force is the main component of
the cohesive force between hydrate particles [31–33], and the latter can be analyzed by using
the capillary liquid bridge model, as shown in Figure 5. In this study, the size of the two col-
liding hydrate particles is the same, which enables the accurate analysis of the mechanism
by which surfactant adsorption influences the cohesion between hydrate particles.
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Figure 5. Schematic diagram of liquid bridge between hydrate particles. R* is the radius of the
hydrate particle (m); µ is the viscosity of the liquid inside the liquid bridge (P·s); D is the interparticle
distance (m); α and β are the half-filling and contact angles (degree); ρ1 is the radius of curvature of
the outer contour of the liquid bridge (m); ρ2 is the neck radius of the liquid bridge (m).

The liquid bridge between particles is a meniscus-shaped ring, which will produce an
interface with a non-constant mean curvature. The Gorge method can be used to calculate
the force of the liquid bridge; the error of this calculation is within 10%. The corresponding
equation is as follows:

FGorge = 2πρ2µ + πρ2
2∆P = πµρ2

[
1 +

ρ2

ρ1

]
(3)
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where FGorge is the calculated value of liquid bridge force, (mN/m); ∆P is the pressure
difference on both sides of the curved liquid surface, (Pa); µ is the viscosity of the liquid
inside the liquid bridge, (P·s); and ρ1 and ρ2 are the radius of curvature of the outer contour
of the liquid bridge (m) and the neck radius of the liquid bridge (m), and can be calculated
by the following formulas.

ρ1 =
D
2 + R∗(1 − cosα)

cos(α + β)
(4)

ρ2 = R∗sinα − [1 − sin(α + β)]ρ1 (5)

where R* is the radius of the hydrate particle (m); D is the interparticle distance (m); and α
and β are the half-filling and contact angles (degree).

Because the hydrate particle size and spacing were different in each experiment,
each group of data was calculated separately from the current experimental data. In the
cyclopentane–water system, the liquid–liquid interfacial tension was 0.03 N/m, the liquid
bridge fluid was water, and the viscosity was 1.8 × 10−3 Pa·s at 0 ◦C.

As shown in Figure 6, the cohesive force between hydrate particles increases with the
increase of the HLB value. When the HLB value is 4. 3, the cohesive force is 2.32 mN/m,
and when the HLB value is 16.7, the cohesive force is 5.42 mN/m. In addition, the measured
value of the cohesive force between the cyclopentane hydrate particles was consistent with
that calculated with the liquid bridge force model, and the error ranged between 2.67% and
12.15%, with an average of 8.17%.
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3.2. Influence Mechanism of Surfactants with Different HLB Values on Cohesive Force between
Hydrate Particles
3.2.1. Change of Particle Surface Morphology

Figure 7 shows the morphology of cyclopentane hydrate particles in the presence of
different surfactants, as observed with a microscope. The figure shows that the particle
surface was smooth under the action of high-HLB surfactants (Figure 7e–h, corresponding
to surfactants with HLB values of 10.5, 11.0, 14.9, and 16.7, respectively), while low-HLB
surfactants (Figure 7b–d) resulted in a rougher particle surface. Surfactants with HLB values
of 4.3, 6.7, and 8.6 caused an increased surface roughness, which affected the cohesion
between particles.
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The formation of hydrate particles in a surfactant-containing wellbore fluid is in-
fluenced by the solubility of the surfactant in water. The higher the HLB value of the
surfactant, the stronger its hydrophilicity and the more the surfactant will dissolve in the
interior of the droplet; the surfactant molecules can thus be uniformly distributed in the
interior and surface regions of the droplet, which can then grow into more uniform and
smooth hydrate particles in cyclopentane. Surfactants with low HLB values are strongly
hydrophobic, and their solubility in water is low; this leads to their uneven dispersion
in the droplet, with higher aggregation in the surface region, which affects the formation
process of cyclopentane hydrate particles and leads to particles with a rough surface.

3.2.2. Changes in Particle Surface Wettability

Figure 8a shows that the cyclopentane hydrate particles possessed a strongly hy-
drophilic surface; on the one hand, this facilitates contact with water droplets to induce
the formation of hydrate particles and increase the particle size of hydrate aggregates; on
the other hand, the surface also favors the liquid bridge formation, which significantly
increases the cohesion between particles and increases the risk of wellbore plugging. As
shown in Figure 8b–e, the hydrate particle surface exhibited hydrophilic characteristics
in the presence of the Tween series surfactants, and the wetting angle decreased with
increasing HLB value of the surfactant. In particular, smaller wetting angles resulted in a
larger neck radius of the liquid bridge between particles and in a stronger cohesion between
them.

As shown in Figure 8f–h, the surface wettability of hydrate particles changed from
hydrophilic to hydrophobic under the action of Span surfactants. The surface of hydrate
particles was still hydrophilic in the presence of Span 20; however, upon contact with Span
40 and Span 80, the surfaces of the hydrate particles showed a strong hydrophobicity, and
their roughness increased significantly, which indicated that a large number of Span 40 and
Span 80 molecules accumulated on the surface of the droplet, affecting the formation of
hydrate particles, which in turn altered their surface morphology.

Hydrate particles are formed by the transformation of liquid droplets containing
surfactants, and the different hydrophilicities/hydrophobicities of surfactants with different
HLB values lead to different distribution states in the droplets. Surfactants with high HLB
values are uniformly distributed in the interior and surface of the droplet, while low-HLB
surfactants mainly accumulate on the surface of the droplet, that is, at the air–water or
oil–water interface.
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Dieker and Aspenes [34] found that the risk of hydrate aggregation can be reduced
by changing the surface wettability of hydrate particles from hydrophilic to hydrophobic.
In the present study, when a droplet transforms into cyclopentane hydrate particles after
freezing, the surfactant molecules will maintain their position in the droplet. Cyclopentane
was chosen as the medium in the experiments. When the solidified particles were placed
in cyclopentane within the reactor, the hydrophobic groups of the surfactant extended
into the cyclopentane phase, thus forming a hydrophobic region on the particle surface.
In deepwater oil/gas and hydrate drilling/production as well as in oil/gas gathering
pipelines, the dispersion medium is natural gas or oil; when the pipeline is injected with
an anti-agglomerant solution, the surfactant participating in the formation of hydrate
particles will also tend to extend its hydrophobic groups to the oil phase or alkane gas, thus
forming hydrate particles with hydrophobic surfaces. Surfactants with low HLB values
have strong hydrophobicity, and the surface of hydrate particles formed under the action
of the surfactant is hydrophobic. Therefore, cyclopentane hydrate particles formed in the
presence of Span 80, Span 40, and Span 20 exhibit lower interparticle forces, mainly because
of the formation of hydrate particles with hydrophobic surfaces. 
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Surfactants with high HLB values have strong hydrophilicity and disperse more uni-
formly in the water phase, while low-HLB surfactants have strong hydrophobicity and
preferentially accumulate on the surface of droplets. Therefore, at a constant surfactant
concentration, lower HLB values correspond to a higher hydrophobicity of the surfac-
tant, resulting in more hydrophobic hydrate particles; as a result, the interparticle force
decreases with decreasing HLB. In the case of a constant HLB value, the hydrophilic-
ity/hydrophobicity of the hydrate particles increases with increasing surfactant concentra-
tion. As the concentration of surfactant with high HLB increases, the number of hydrophilic
surfactant molecules adsorbed and aggregated on the surface of hydrate particles increases,
thus increasing the surface hydrophilicity and cohesion. On the other hand, increasing the
concentration of low-HLB surfactants results in a higher number of hydrophobic surfactant
molecules adsorbed and aggregated on the surface; thus, the surface hydrophobicity of the
hydrate particles increases and the cohesion decreases.

3.3. Analysis of Microscopic Mechanism of Inhibition of Hydrate Particle Aggregation

The above results on the relationship between hydrate particle morphology, wettability,
and interparticle force under the action of Span surfactants show that the use of low-HLB
surfactants can endow the surface of hydrate particles with hydrophobic characteristics,
which are expected to prevent hydrate particles from aggregating and causing blockages
in wellbores. The surface of hydrate particles formed in the presence of Span 40 and
Span 80 is hydrophobic, and the cohesion between particles is low, which can prevent their
aggregation. The preliminary analysis of the underlying mechanism is shown in Figure 9.
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In systems containing oil, Span surfactants can emulsify water droplets to form water-
in-oil (W/O) emulsions and prevent their contact with hydrate particles. On the other hand,
the incorporation of five-membered rings in the hydrophilic head of the surfactant can
affect the formation of hydrate particles and enable surfactant adsorption on their surface;
at the same time, the hydrophobic tail group extends from the hydrate surface to the liquid
phase, which alters the wettability of the particle surface, reducing the adhesive force
between particles; this results in the particles producing steric hindrance and disperse in
the gas–water system of the wellbore, thereby achieving the purpose of preventing hydrate
aggregation and further avoiding blockage.

The addition of Tween series surfactants enhances the wettability of hydrate particles,
and the wetting angle between water droplets and hydrate particles decreases with increas-
ing surfactant HLB. The degree of wettability cannot be used to directly characterize the
extent of cohesion between particles but can affect the volume of the liquid bridge between
hydrate particles, which is positively correlated with the liquid bridge force between the
particles. According to the calculations based on the liquid bridge model between hydrate
particles (Equation (3)), as the wetting angle decreases, the neck radius of the liquid bridge
increases; in other words, the volume of the liquid bridge increases, resulting in a higher
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cohesion between hydrate particles. Therefore, in the presence of Tween series surfactants,
as the HLB value increases, the neck radius and volume of the liquid bridge between
particles increase, resulting in a stronger cohesion between particles. As shown in Figure 10,
a higher surfactant concentration results in a larger volume and thus a stronger cohesion.
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4. Conclusions

Measurements of the cohesive force between cyclopentane hydrate particles show
that in the presence of four hydrophilic Tween surfactants with HLB values higher than 10
(HLB = 10.5, 11.0, 14.9, and 16.7) and three hydrophobic Span surfactants with HLB values
lower than 10 (HLB = 4.3, 6.7, and 8.6), the cohesive force decreased with decreasing HLB;
the experimental results were in good agreement with the results of calculations based on
the liquid bridge force model. Using hydrophilic Tween surfactants, the cohesive force
between cyclopentane hydrate particles increased with increasing surfactant concentration.
In the case of hydrophobic Span surfactants, the cohesive force decreased with increasing
concentration. During the formation of cyclopentane hydrate particles, the aggregation of
surfactant molecules with low HLB value at the oil–water or gas–water interface altered
the surface roughness and wettability of hydrate particles. Because the interaction between
hydrate particles mainly originates from liquid bridge forces, the surface changed from
hydrophilic to hydrophobic, which inhibited the formation of the liquid bridge, and then
reduced the cohesive force between cyclopentane hydrate particles, thus reducing hydrate
aggregation and blockage risks. Therefore, the design and selection of surfactants with
low HLB values as anti-agglomerants may be an effective way to prevent hydrate particles
from aggregating.
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