processes

Article

Synergism of a Novel Bio-Based Surfactant Derived from
Pisum sativum and Formation Brine for Chemical Enhanced
Oil Recovery in Carbonate Oil Reservoirs

Lidong Zhao 12, Yuanling Guo 3, Amin Azdarpour

and Bo Liu 12

check for
updates

Citation: Zhao, L.; Guo, Y,;
Azdarpour, A.; Mohammadian, E.;
Norouzpour, M.; Liu, B. Synergism of
a Novel Bio-Based Surfactant
Derived from Pisum sativum and
Formation Brine for Chemical
Enhanced Oil Recovery in Carbonate
QOil Reservoirs. Processes 2023, 11,
1361. https://doi.org/
10.3390/pr11051361

Academic Editor: Qingbang Meng

Received: 15 March 2023
Revised: 16 April 2023
Accepted: 24 April 2023
Published: 28 April 2023

Copyright: © 2023 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

4 4

, Erfan Mohammadian 1->*, Milad Norouzpour

Joint International Research Laboratory of Unconventional Energy Resources, Northeast Petroleum
University, Daqing 163318, China

Key Laboratory of Continental Shale Hydrocarbon Accumulation and Efficient Development,
Ministry of Education, Northeast Petroleum University, Daqing 163318, China

3 SINOPEC Petroleum Exploration and Production Research Institute, Beijing 102206, China;
guoyuanling.syky@sinopec.com

Department of Petroleum Engineering, Marvdasht Branch, Islamic Azad University, Marvdasht, Iran
*  Correspondence: erfan.m@nepu.edu.cn

Abstract: The Pisum sativum (PS), known as the green pea, was used in this investigation to produce a
novel green surfactant. The performance of the PS green surfactant was also evaluated using various
tests, including contact angle, IFT, emulsion, zeta potential, and oil recovery factor measurement
in the presence of formation brine (FB) with a total dissolved solid (TDS) of 150,000 ppm. The
characterization study using various tests revealed that the PS green surfactant was nonionic. The
critical micelle concentration (CMC) measurement results indicated that the PS green surfactant’s
CMC value is 1500 ppm. The IFT and contact angle measurements showed that the green surfactant
significantly lowered the IFT and contact angles. The lowest IFT value of 3.71 mN/m and the contact
angle of 57.37° were achieved at the FB concentration of 12,500 ppm (optimum salinity). The results
of the emulsion tests showed that Winsor type IIl emulsions were achieved using PS green surfactant
and crude oil. The core flooding experiments revealed that the tertiary recovery using a solution
of 1500 ppm of PS green surfactant and 12,500 ppm of FB resulted in a maximum oil recovery
factor of 83.55%.

Keywords: green surfactant; Pisum sativum; IFT; contact angle; emulsion; oil recovery factor;
capillary number

1. Introduction

Enhanced oil recovery (EOR) in conventional and unconventional oil reservoirs is
of great importance. Among the available methods, chemically enhanced oil recovery
(CEOR) is one of the pioneers, which has received significant attention recently. Surfactant
flooding is one of the CEOR methods that has been successfully implemented for the past
few decades; however, the environmental drawbacks of these chemical-based compounds
have raised serious concerns about these materials. These chemical-based surfactants are
toxic and nonenvironmentally friendly, restricting them from further development [1-12].

The application of green surfactants for EOR applications has recently received sig-
nificant attention. These bio-based green surfactants, derived from various plants and
animals, show promising results when applied to sandstone and carbonate reservoirs.
These green surfactants are extracted from renewable and sustainable sources, and these
groups of surfactants are nontoxic and environmentally friendly. In addition, the technical
efficiency of these green surfactants is very close and, in some cases, even higher than the
conventional chemical-based surfactants, which makes them very attractive to be used in
field scales [13-23].
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Saxena et al. derived a natural surfactant (anionic type) from Madhuca longifolia
(Mahua) oil and examined its efficiency for EOR applications through contact angle and
IFT measurements. Based on their findings, the Mahua anionic surfactant was highly
effective in creating a favorable situation for EOR purposes. The surfactant’'s CMC value
was determined to be 9000 ppm. In their experiments, the optimum salinity led to an
ultralow IFT value of 0.01 mN/m. The results of the contact angles revealed that the natural
surfactant significantly changed the rock’s wettability from oil-wet to water-wet states,
where a minimal contact angle of 8° was obtained. Furthermore, injecting surfactant slug
as the tertiary recovery resulted in a maximum oil recovery of 77.92% [24].

Moradi et al. extracted a new bio-based surfactant from the Tribulus Terrestris plant
and used it for EOR in a carbonate oil reservoir. They also investigated the effects of
different ions (Ca®*, Mg?*, SO427) on the efficiency of the green surfactant during smart
water flooding. Their findings revealed that SO,?>~ had the best impact on the green
surfactant’s performance. At a CMC point of 0.3 wt%, the minimum contact angle and IFT
values of 54.4° and 13.5 mN/m were attained, respectively. Furthermore, after injecting the
smart solution as the tertiary recovery, the maximum oil recovery factor elevated to 72%.
They concluded that the surfactant of the Tribulus Terrestris plant is highly beneficial for
EOR applications [25].

A unique surfactant from the plant was employed for EOR purposes by Mehrabianfar et al.
The effectiveness of the Acanthephyllum surfactant as the green surfactant was evaluated using
contact angle and IFT measurements. They found that the extracted surfactant is highly effective
at optimizing contact angles and IFT values. The initial value of IFT was 29.18 mN/m, and after
applying this natural surfactant, it decreased to 2.16 mN/m, which is a 92.6% IFT reduction. In
addition, the contact angle also changed from 146° to 64°, which is about a 56.14% improvement.
They also performed a modeling study to determine the adsorption kinetics of the natural
surfactant on the surface of the rock. They concluded that the adsorption behavior fits the
pseudo-second-order model [21].

Sami et al. extracted a novel bio-based surfactant from Avena Sativa (AS) and exam-
ined its efficiency in the presence of various salts present in seawater. They also identified
in their investigation the optimum salinity of the seawater. Their findings demonstrated
that the AS green surfactant’s CMC value is 4000 ppm. Regarding IFT and contact angle
reductions, it was also discovered that the diluted seawater with a salinity of 2000 ppm was
the most suitable salinity with the AS green surfactant. The lowest IFT value (1.38 mN/m)
among the salts tested was achieved when Na,CO3 was combined with AS green surfac-
tant at a CMC point of 4000 ppm. After injecting 5 PVs of a solution containing AS green
surfactant at the CMC point and Na,COjs salt at the optimal salinity, where a minimum
contact angle of 38.28° was attained, the oil recovery factor was increased by 28.98% as the
tertiary recovery [26].

Pisum sativum (PS), commonly known as the green pea, is one of the major legumes in
the world. It was originally found in southwestern Asia and then disseminated to other
regions. In addition, it is cultivated in over 90 countries across the globe. It is estimated
that the global annual production of this legume is about 13.5 million tons. The global
consumption of this legume has been increasing annually as people are more concerned
about their diet and health. Generally, it is used in different forms, including raw, cooked,
or frozen. The major constituents of the PS are saponin, brassinosteroid, tannins, various
acids, apigenin, daidzein, lectin, etc. These components provide unique characteristics for
anticancer, antibacterial, antifungal, anti-inflammatory, antioxidant, antilipidemic, anti-
helicobacter pylori, antidiabetic, etc. The PS has received attention in this study because
of its saponin content [27-29]. For EOR applications, the PS saponin can be used as a
green surfactant.

The extraction of a novel natural surfactant from the Pisum sativum is investigated
in this study, which is the first time such an idea has been tested. Different experiments,
including IFT, contact angle, emulsion, zeta potential, oil recovery factor measurements,
and capillary number calculations, were designed and performed in this investigation.
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Moreover, the efficiency of the PS green surfactant in the presence of FB with high salinity
was examined, and the optimum salinity of FB was determined. The findings of this
research reveal a more in-depth understanding of the function of green surfactants in
improving oil recovery from carbonate reservoirs.

2. Materials and Methods
2.1. Materials

In this investigation, the PS was purchased from a local shop and then prepared and
utilized for saponin extraction, as illustrated in Figure 1. The crude oil with an API of 32.6°
was collected from one of the Iranian carbonate oil reservoirs to use in this study. The
amounts of asphaltene, saturate, resin, and aromatics of crude oil are 0.9, 68.7, 5.5, and
24.9%, respectively. The FB with a TDS of 147,847 ppm was collected from the same oil
field and used in this study. In addition, deionized water (DIW) was used to prepare FB
with different salinities. The carbonate rock samples were collected from an outcrop of the
same oil field and were used after cutting and cleaning. The carbonate core sample used in
this study mainly consisted of dolomite (33%), calcite (50), and other minerals (17%) [26].
The porosity of core samples used in this study was 14.24 and 14.36%, and the permeability
of samples was 17.94 and 19.67 mD.

Figure 1. Image of PS used in this study.

2.2. Methods
2.2.1. PS green Surfactant Extraction Procedure

The Soxhlet extraction method was employed to extract the high-purity saponin
compound as the surfactant agent from the Pisum sativum. Figure 2 provides the schematics
of procedures used for saponin extraction. In this step, 100 g of the fine PS powder
was prepared and poured into the Soxhlet’s thimble, where it was mixed with 500 mL
of methanol at 60 °C for about 12 h. Afterward, the methanol was separated using a
rotary evaporator, and the left-over compound was mixed with 50 cc of DIW. The solution
was mixed with 50 cc of n-butanol in a separatory funnel. After proper agitation, the
solution changed into two immiscible organic (top phase) and aqueous (bottom phase)
layers. Diethyl ether was added to the collected organic components, and the mixture was
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centrifuged for 20 min at 3500 rpm. Finally, the pure saponin was collected as the brown
precipitated compound and used for EOR applications. The experimental results showed
that the saponin yield as the natural surfactant in this study was 8.1%, which is comparable
to the reported data in the literature [26,30,31].
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Figure 2. Schematic diagram of procedures used for surfactant extraction from PS.

Two types of saponin are present in the PS: monodesmosidic and triterpene. It should
be noted that these saponins are comparable to soybean saponins. Figure 3 presents the
structure of the saponin component of PS. Moreover, the confirmation of the produced
foam by the green surfactant extracted from the PS is shown in Figure 4. As shown in this
figure, the produced foam is a clear indication of the presence of saponin in the chemical
structure of the PS, which can be used efficiently for EOR applications [27,29].

/ OH

CH,

@)

Rha DDMP saponin

Figure 3. Structure of saponin compound of PS (DDMP: 2,3-dihydro-2,5-dihydroxy-6-methyl-4H-
pyran-4-one) adapted with permission from Ref. [27]. 2015, Elsevier.
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Figure 4. Confirmation of the derived saponin component as the green surfactant agent from the PS.

2.2.2. Physicochemical Characterization of PS Green Surfactant

Several physical and chemical investigation techniques, including TGA, 'H NMR,
and FT-IR, were applied to analyze the extracted PS green surfactant. The TGA test
was performed using a Q600 analyzer (TA Instruments, USA), where a heating rate of
10 °C/min was employed, and the sample was heated under atmospheric air up to 700 °C.
The prepared sample was mixed with dimethyl sulfoxide-ds (DMSO-d¢) and then analyzed
using a Bruker 500 MHz spectrometer at ambient temperature to conduct the "H NMR
analysis. A VARIAN Inova 500 MHz H-125 MHz C (USA) instrument was used for FT-IR
analysis at 500-4000 cm ™.

2.2.3. IFT Measurements

As shown in Figure 5, several IFT tests were performed using the IFT400 apparatus
(Fars EOR Tech. Co., Shiraz, Iran) to examine the effects of PS green surfactant on the IFT of
FB and crude oil. This device uses a pendant drop and the axisymmetric drop shape analysis
(ADSA) technique to measure the IFT between two immiscible fluids. Initially, various
sample solutions were made using multiple FB and PS green surfactant concentrations.
Then, the image of each oil drop at different solutions was recorded and analyzed using
the ADSA technique. The IFT measurements in this study were performed at 30 °C and
80 °C, with an error of 5% for reporting each data point.
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Figure 5. Schematic diagram of IFT400 for the contact angle and IFT measurements.

2.2.4. Contact Angle Measurements

The prepared thin sections of carbonate rock were soaked in crude oil for 50 days at
the reservoir temperature (80 °C) to restore the original wettability (oil-wet). Subsequently,
various solutions using FB and the PS green surfactant were prepared. At the reservoir
temperature and atmospheric pressure, the IFT400 instrument and sessile drop method
were employed to measure the contact angle of an oil drop. Moreover, the dynamic contact
angle tests were measured throughout a range of time intervals, up to 210 h; however, the
plurality of the contact angle measurements was performed at 150 h as the optimum time.
Each test was performed three times (at various points of the thin section) to reduce the
negative impacts of rock heterogeneity on contact angle results. The average value was
then reported as the measured contact angle value.

2.2.5. Zeta Potential Tests

The surface charge variations with various solutions were investigated using zeta
potential measurements. Several solutions containing varying FB concentrations in the
absence and presence of PS green surfactant at the CMC point were prepared. After
that, crushed carbonate rock powder was added to each solution, and each sample’s zeta
potential was measured at 80 °C.

2.2.6. Emulsion Tests

The ability of the PS surfactant for emulsification was examined using static bottle
tests. In this part of the experiment, two different samples were made. The first sample
solution contained 1500 ppm of PS green surfactant in 12,500 ppm of FB, and the second
sample solution was prepared using 1500 ppm of PS green surfactant in 150,000 ppm of FB.
In the static bottle test, 10 mL of the PS surfactant solution was combined with 5 mL of the
crude oil, and then each mixture was kept for about 90 days. Then, the final image of each
solution was recorded, and the produced emulsion was examined.

2.2.7. Capillary Number Calculation

In this study, three different cases were considered for capillary number calculations,
which are:

1. A solution of FB with a concentration of 150,000 ppm was prepared as the secondary
recovery.
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2. As the tertiary recovery, a solution of 1500 ppm of PS green surfactant was made in
150,000 ppm of FB.

3. As the tertiary recovery, a solution of 1500 ppm of PS green surfactant was made in
12,500 ppm of FB.

This investigation determined the capillary number (NCa) using Equation (1). In this
equation, the IFT (mN/m) and contact angle of each case were measured directly from the
performed experiments, and the viscosity of the solution (Pa.s), rock porosity, and velocity
(m/s) of the injected solutions were measured separately, and used for capillary number
calculations.

__ v
Nea = cCosf¢ @

2.2.8. Core Flooding Tests

The setup for the core flooding tests used in this research (Fars EOR Tech Co., Iran)
is demonstrated in Figure 6. The carbonate cores were cleaned and washed with acetone
and toluene, then dried at 70 °C overnight. Each sample was then saturated with FBin a
saturator vessel for 24 h at a confining pressure of 3500 psi. After placing the saturated
core sample into the core holder, 5 PVs of FB were injected into the sample, followed by
the injection of 5 PVs of crude oil at a confining pressure of 4500 psi and a temperature
of 80 °C. Following this step, the sample was removed from the core holder and kept
at 80 °C for around 30 days within a glass jar filled with crude oil to achieve a state of
equilibrium between the carbonate rock, FB, and crude oil. In the next step, 5 PVs of FB
were injected into the core sample to perform the secondary recovery after putting the core
sample into the core holder. Finally, the tertiary recovery was performed by injecting 5
PVs of the smart solution into the core at a confining pressure of 4500 psia and a reservoir
temperature of 80 °C. For the tertiary recovery, two different solutions were prepared. The
first solution included 1500 ppm of PS green surfactant in 12,500 ppm of FB, while the
second contained 1500 ppm of PS green surfactant in 150,000 ppm of FB. The amount of
produced oil was measured during secondary and tertiary recoveries, and the oil recovery
factor was measured accordingly.
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Figure 6. The process of core flooding instrument used in this research.

3. Results and Discussion
3.1. Compatibility Tests

Two different samples of the PS green surfactant at a concentration of 1500 ppm were
prepared to evaluate the PS surfactant’s compatibility with FB (12,500 and 150,000 ppm
of FB) at reservoir conditions. The samples were kept at 30 °C and 80 °C for 30 days
and then monitored for solid precipitation. Figure 7 presents the image of the samples
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after 30 days. This figure shows a clear solution was achieved with no precipitation after
30 days for both samples. This finding proves that the PS green surfactant works well with
FB at low (12,500 ppm) and high (150,000 ppm) salinity conditions.

Figure 7. Compatibility tests of different solutions after 30 days: (a) solutions at 30 °C; (b) solutions
at 80 °C (1: 1500 ppm of PS green surfactant in 12,500 ppm of FB; 2: 1500 ppm of PS green surfactant
in 150,000 ppm of FB).

3.2. Characterization of the Extracted PS Green Surfactant

The FT-IR analysis of the isolated PS green surfactant is shown in Figure 8. As
illustrated, the major peaks of green surfactant are detected. The O-H stretching of the
hydroxyl group in the PS green surfactant causes the peak at 3447 cm~!. The major peak
at 2925 cm ! is due to the C-H stretching of the aromatic compounds present in the PS
green surfactant. The peaks at 1643 cm~! and 1608 cm ™! are attributable to the C-C bond.
The peak at 1371 cm ™! presents the C-H vibration. The peak at 1067 cm~! presents the
C-O-C vibration of the ester group, and the peak at 731 cm~! shows the C-Br stretching.
The results of the FT-IR analysis of PS green surfactant are aligned with findings presented
in several previous investigations [26-31].
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Figure 8. FT-IR spectrum of PS surfactant.

Figure 9 indicates the TGA test results for the PS green surfactant’s thermal stabil-
ity. The weight loss of the sample is around 1.73% at a reservoir temperature of 80 °C,
demonstrating the extremely high thermal stability of the PS surfactant. In addition, further
increasing the temperature to about 600 °C resulted in 36.74% weight loss. The weight
loss of the PS surfactant at temperatures of up to around 175 °C is usually due to the
evaporation of moisture and surface water. The weight loss at temperatures of 175 to
600 °C is generally due to the breakdown of glycosidic bonds and intermolecular hydrogen
bonds. The TGA analysis result for the PS surfactant is on par with other green surfactants
reported in the scientific literature [27-29,31,32].

100
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Figure 9. TGA of green surfactant extracted from PS.

The PS green surfactant is analyzed by 'H NMR, as illustrated in Figure 10. The
oligosaccharide component of saponin, which is represented in this figure at 2.8-4.9 ppm, is
placed on the left side of the graph, while the aglycon component of the PS green surfactant,
which is shown at 0.7-1.2 ppm, is positioned on the right side of the figure. The H
NMR evaluation results of the PS green surfactant match remarkably with the previous
findings [26,30,31].
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Figure 10. 'H NMR analysis of green surfactant extracted from PS.

3.3. CMC Measurements

The CMC measurement in this study was performed using two conventional tests,
including IFT and contact angle measurements. Figure 11 indicates the IFT of crude oil
and PS green surfactant prepared in DIW and FB at 30 and 80 °C. This figure shows that
the IFT value declined quickly from its initial state to 1500 ppm. Raising the surfactant
concentration to 5000 ppm had little influence on the IFT value independent of solution
type and temperature. Therefore, the CMC point of the PS green surfactant is 1500 ppm.

40
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35 1
: -.@ - DIW@80 °C
30§ FB@30 °C
\
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Figure 11. IFT measurements between crude oil and extracted PS green surfactant were prepared in
DIW and FB at 30 and 80 °C.

The IFT values for various solutions at the CMC point of PS green surfactant and
crude oil are also shown in Table 1. As seen from the table, increasing the temperature
from 30 to 80 °C benefitted the IFT value reduction for both tested solutions. In addition,
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among the two solutions, the best performance was acquired with FB and then DIW. IFT
values of 7.02 mN/m and 6.47 mN/m were obtained with DIW and FB, respectively, at
80 °C. Raising the temperature reduces the free energy between the solution and crude oil,
improving the mobility of the crude oil and water phases. In addition, the intermolecular
forces at the oil-water phase interface decrease with increasing temperature, resulting in
lower IFT values at 80 °C compared to 30 °C. On the other hand, using FB instead of DIW
was also effective in reducing the IFT values. This study shows the presence of various ions
in FB and the increase in ionic strength encourages IFT reduction [20,21,33].

Table 1. IFT results of various solutions with crude oil at the CMC point (1500 ppm).

Solution type DIW@30 °C DIW@80 °C FB@30 °C FB@80 °C
IFT (mN/m) 8.14 7.02 6.99 6.47

Figure 12 presents the CMC measurement using contact angle determination between
crude oil and carbonate rock with various PS green surfactant solutions at different con-
centrations prepared in DIW and FB at 80 °C. As shown in this figure, the contact angle
is reduced from an initial strong oil-wet to moderate oil-wet by raising the concentration
of green surfactant from 100 to 5000 ppm; however, these changes are with two different
slopes. The contact angle change from 100 to 1500 ppm is sharp, and this change from
1500 to 5000 ppm is nearly constant. These results imply that the PS surfactant’s CMC point
is 1500 ppm. Contact angles of 116.82° and 108.39° are attained with DIW and FB, respec-
tively, at the CMC point of 1500 ppm. Different ions in FB resulted in a better synergism
between the crude oil and carbonate rock than with DIW. Therefore, lower contact angle
values were achieved with FB instead of DIW.

150
)

145 {9 --@ - DIW@80 °C

4 \
140 11 -.@-- FB@80 °C
135 {7
130 - a0

125 K

Contact angle (°)

120 - MRS
115 ) B PSP SIS

110 f .

1

105 A

100 T T T T T T T T T
0 500 1000 1500 2000 2500 3000 3500 4000 4500 5000

Surfactant concentration (ppm)

Figure 12. Contact angle measurements between crude oil, carbonate rock, and different PS green
surfactant solutions at various concentrations prepared in DIW and FB at 80 °C.

3.4. IFT Measurements

The IFT values between crude oil and varying concentrations of FB with and without
the CMC of PS green surfactant (1500 ppm) at 80 °C are shown in Figure 13. This figure
illustrates two different behaviors of change in the IFT values with varying concentrations
of FB. The IFT values decreased as the FB concentration rose from 2500 to 12,500 ppm,
whereas the IFT values increased as the concentration of FB increased to 150,000 ppm. The
optimum salinity of 12,500 ppm was achieved with and without PS green surfactant, where
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the minimum IFT values were obtained. The IFT values between the crude oil and FB
solutions were significantly decreased by adding 1500 ppm of PS green surfactant. When
the optimal salinity of 12,500 ppm was considered, the IFT values of 3.71 and 19.34 mN/m
were obtained between crude oil and FB solutions with and without 1500 ppm of PS green

surfactant, respectively.

B without CMC of surfactant m with CMC of surfactant
318
30712
27.51 26.38 27:62
0 0
491 St
23.46
E 21,51 21,81
> 19.99
% 8.37 19.34
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=t
<] 4.51
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1.51
.75
6.37 6.99
4.82
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Concentration of FB (ppm)

Figure 13. IFT results of various concentrations of FB and crude oil with and without the CMC value

of PS green surfactant at 80 °C.

Another observation from the IFT results is that adding 1500 ppm of PS green surfac-
tant significantly decreased the IFT values between various concentrations of FB and crude
oil. Table 2 presents the ultimate IFT reduction by adding 1500 ppm of PS green surfactant
to FB at different concentrations. As shown in this table, raising the FB concentration to
12,500 ppm results in an increment in the ultimate IFT reduction, which is 15.63 mN/m.
Further increasing the concentration of FB to 150,000 ppm causes a decrease in the ultimate
IFT reduction. These results demonstrate that the PS green surfactant is highly compatible
with the various FB solutions, especially at the optimum salinity point (12,500 ppm), which
leads to reduced IFT values compared to the situations without the PS green surfactant.

Table 2. Ultimate IFT reduction by the addition of 1500 ppm of PS green surfactant to FB solutions.

FB Concentration (ppm) Ultimate IFT Reduction (mN/m)

2500 521

5000 9.14

7500 14.4
10,000 15.14
12,500 15.63
15,000 15.17
25,000 14.82
50,000 14.71
100,000 13.79
150,000 13.11

Several parameters are involved during fluid-fluid interaction for the IFT reduction in
a system of FB, crude oil, and green surfactant. The controlling parameters are the salinity
of FB, the type of ions and salts, the concentration of surfactant, and the composition of the
crude oil. The reaction of the polar compounds in the crude oil and the salts present in the FB
(especially NaCl) creates a situation that favors the IFT reduction. In the presence of green
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Contact angle (°)

surfactant in solution, the so-called saponification process is favored, resulting in a lower
IFT value in the presence of the CMC value of green surfactant in solution salinity [34-37].
Moreover, another reason to have an optimum FB salinity is the impacts of the “salting-in” and
“salting-out” phenomena. At the low concentrations of FB (2500-12,500 ppm) the salting-in
effects occur, in which the solubility of the organic compounds of the crude oil is increased.
However, at the high concentrations of FB (15,000-150,000 ppm) the salting-out impacts occur,
where the solubility of organic compounds is reduced. Hence, the tendency of the organic
compounds to migrate to the oil-water interface is reduced; as a result, the IFT values are
increased at high salinities of FB. The Gibbs free energy at the interface, which rises with an
increase in FB salinity, is another mechanism contributing to the IFT increment at high FB
salinities [38—43]. Therefore, at high concentrations of FB, the excess surface concentration
of FB is negative, resulting in an increased IFT between the crude oil and FB. As a result,
an optimum concentration of FB (12,500 ppm) and lower IFT values are achieved when
1500 ppm of PS green surfactant is added to the solutions.

3.5. Contact Angle Measurements

A series of contact angle tests were conducted to identify the most efficient timelapse
for measuring the contact angle. The contact angle of crude oil and carbonate rock samples
was measured in a solution of 1500 ppm of PS green surfactant in DIW at the reservoir
temperature (80 °C). Figure 14 depicts the contact angle values of oil droplets with PS
green surfactant at 1500 ppm in DIW at 80 °C at a different timelapse. As shown in this
figure, the contact angle is drastically reduced at the initial stages of the experiments. With
further increases in the timelapse, the contact angle value change is minimal. The contact
angle is 147.31° at the beginning of the experiment, and it is reduced with increasing time;
however, changes in the contact angle are not significant after reaching 150 h. The contact
angle at 150 h is 116.82°, and the value is 116.56° at 210 h. Therefore, the timelapse of 150 h
was selected as the optimal time to measure the contact angle values in this study. It is
worth mentioning that the addition of 1500 ppm of PS green surfactant to DIW resulted in
a 30° contact angle reduction after 150 h, which reveals the performance of PS surfactant in
altering the rock’s wettability.
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Figure 14. The contact angle measurements with the PS green surfactant at 1500 ppm prepared in
DIW at 80 °C.
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Figure 15 presents the contact angle values of crude oil and carbonate rock samples
with and without PS green surfactant at the CMC point (1500 ppm) at various concentra-
tions of FB at 80 °C. These findings show that the contact angle has two different trends
for increasing the concentration of FB, regardless of the solution used. Initially, the contact
angle is decreased up to a concentration of 12,500 ppm of FB, at which point the minimal
contact angle value is obtained. Then, the contact angle value is increased by raising the
concentration of FB to 150,000 ppm. Moreover, the addition of 1500 ppm of PS green surfac-
tant is very efficient in lowering the contact angle and altering the rock’s wettability from
the oil-wet to the water-wet states. Considering the solutions without PS green surfactant,
the contact angle is reduced from an initial state of 147.31° to 97.26° at 12,500 ppm of FB.
It again increases to 125.64° at a concentration of 150,000 ppm. On the contrary, for the
solutions containing the CMC value of PS green surfactant, the minimum contact angle of
54.37° is achieved at the concentration of 12,500 ppm of FB, and the value is increased to
108.39° at 150,000 ppm of FB.

180
160 -
140 é
X
120 {4

100 { % §§§r

Contact angle (°)

\
1- -
80 - = T, =
\

60 1
A ® - Without CMC

40 -
# = With CMC

20 -

0 25,000 50,000 75,000 100,000 125,000 150,000

FB concentration (ppm)

Figure 15. Contact angle values of crude oil and carbonate rock with and without CMC of PS green
surfactant at various concentrations of FB at 80 °C.

Table 3 also presents the final images of oil drops prepared with different concentrations
of FB, with and without 1500 ppm of PS green surfactant, and carbonate rock samples at
80 °C. The changes in the oil drop shape are clearly shown in these images. Moreover, Table 4
shows the ultimate contact angle reduction by the addition of 1500 ppm of PS green surfactant
in various concentrations of FB at 80 °C. As can be seen, adding 1500 ppm of PS surfactant
(CMC point) to FB solutions significantly impacts the ultimate contact angle reduction. As
shown in this table, the final contact angle reduction has risen by increasing the concentration
of FB from 2500 to 12,500 ppm. Then, the contact angle reduction is decreased by further
increasing the concentration of FB to 150,000 ppm. The maximum contact angle reduction of
42.89° is achieved at the optimum concentration of FB (12,500 ppm).
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Table 3. Contact angle values and oil drop images of different solutions containing 1500 ppm of PS
green surfactant and variable concentrations of FB.

Diff ¢ Contact Angle Value Diff t Contact Angle Value
Contact Angle Value C ! tersn ¢ of Rock, Crude Oil,  Contact Angle Value C ! ter:n £ of Rock, Crude Oil,
of Rock, Crude Oil, oncenFr; 10ns 0 FB, and the of Rock, Crude Oil, oncenFr]; 1ons o FB, and the
and FB (opm) Surfactant at CMC and FB (opm) Surfactant at CMC
PP Point PP Point
139.52° o 59.61°
126.75° 99.37
- 2500 ppm + T 15,000 ppm T
130.74° 100.28° 109.69° 77.87°
117.58° 84.61° 116.37° 91.38°
T 7500 ppm T v 50,000 pp: T
102.61° 61.82° 119.82° 101.52°
T 10,000 ppm T v 100,000 ppm T
97.26° 54.37° 125.64° 108.39°

T 12,500 ppm T N~ A v v

Table 4. Ultimate contact angle reduction by the addition of 1500 ppm of PS green surfactant in

various concentrations of FB at 80 °C.

Concentration of FB (ppm) Ultimate Contact Angle Reduction (°)
2500 12.77
5000 30.46
7500 32.97

10,000 40.79
12,500 42.89
15,000 39.76
25,000 31.82
50,000 24.99
100,000 18.3
150,000 17.25

In the absence of the PS green surfactant in solutions, the interaction between carbonate
rock and various ions present in FB is the determining factor impacting the contact angle
values. At low concentrations of FB (below the optimum salinity), the adsorption of polar
components of crude oil onto the surface of carbonate rock changes the wettability of the
rock toward a water-wet state. However, the decreased solubility of organic compounds of
crude oil acts as an opposing factor and keeps the carbonate rock’s wettability in an oil-wet
state. Therefore, the changes in contact angle values are not significant. At concentrations
above the optimal salinity point, however, the separation between the water film and the
carbonate rock surface increases due to the increasing ionic strength. As a result, the water
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150,000

100,000

B Without NS

5 With CMC of NS -31.91

phase is replaced with the oil phase at the carbonate rock surface, which results in increased
wettability toward an oil-wet state [42,44—46].

In the presence of the PS green surfactant in solutions, the interactions between
the green surfactant, carbonate rock minerals, and various ions present in FB are the
governing factors affecting the carbonate rock’s wettability. The carbonate rock sample
mainly comprises positively charged calcium (Ca?*) and magnesium (Mg?*) ions. On the
other hand, the structure of PS green surfactant consists of negatively charged hydroxyl
groups. Therefore, the electrostatic attraction forces between these negative and positive
charges affect the carbonate rock’s wettability toward a more water-wet state. Moreover,
the wettability of carbonate rock in the presence of PS green surfactant is also affected by
salting-in and salting-out effects. The increased solubility of the organic components in
crude oil and their adsorption on the surface of carbonate rocks change the rock’s wettability
at low concentrations of FB. Additionally, the creation of a thin water film on the carbonate
rock surface is improved by the adsorption of surfactant molecules on the rock. It changes
the rock’s wettability toward a more water-wet condition. However, at high concentrations
of FB (above the optimum salinity), the adsorption of surfactant molecules on the rock
surface is hindered due to the salting-out effect, which results in slightly higher contact
angle values [39,42,47-49].

3.6. Zeta Potential Measurements

Figure 16 shows the zeta potential values of various concentrations of FB with and
without 1500 ppm of PS green surfactant at 80 °C. This figure shows that all the measured
zeta potential values are negative, regardless of the solution type. The zeta potential values
follow a similar pattern to the contact angle data, where the minimal zeta potential value is
obtained at the concentration of 12,500 ppm of FB. Both solutions, with and without the
CMC of PS green surfactant, show the same pattern. At 12,500 ppm of FB, the minimum
zeta potential of —31.91 mV is achieved for the solution containing the CMC value of
PS surfactant.

Concentration of formation brine (ppm)

50,000
25,000
15,000
12,500
10,000
7,500
5,000
2,500

Zeta potential (mV)

-35

Figure 16. Zeta potential measurements of various solutions of FB with and without natural surfactant
(NS) at the CMC point (1500 ppm) at 80 °C.
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The results for the zeta potential and the contact angle tests reveal a direct correlation
between the two: the smaller the contact angle, the smaller the zeta potential values. The
repulsive force at the interface of rock, brine, and crude oil affects the rock’s wettability,
where the higher the repulsive force, the lower the contact angle value. On the other
hand, the thicker the electrical double-layer expansion, the higher the zeta potential values.
Adding the PS green surfactant to the solution favors this situation, where more negative
values are achieved with the zeta potential. The findings of this investigation match
remarkably with the previous results [46,50,51].

3.7. Emulsion Tests

The ability of the PS surfactant for emulsification was examined using static bottle tests
at 80 °C. Two solutions containing 1500 ppm of PS green surfactant were prepared: the first
with 12,500 ppm of FB (representing optimum salinity) and the other with 150,000 ppm of
FB. Figure 17 presents the images of the two solutions after 1 h and 90 days. As depicted in
this figure, pictures 1 and 2 represent the emulsion after one hour of mixing, where a single
phase was produced. After 90 days, however, three different phases are identified: the oil,
the emulsion, and the water columns, from top to bottom (images 3 and 4). After 90 days,
the PS green surfactant successfully created an emulsion phase between the crude oil and
water phases. The emulsion column height (labeled “EC”) for the solution with 1500 ppm
of green surfactant and 12,500 ppm of FB (marked as 3) is higher than the emulsion column
height for the solution with 1500 ppm of green surfactant and 150,000 ppm of FB (marked
as 4).

After 1 hour

After 90 days

Figure 17. Emulsion tests of different concentrations of FB with the CMC of PS green surfactant at
80 °C after 90 days.

In this study, the oil, emulsion, and water phases were clearly distinguishable in the
Winsor type Il emulsion produced using both solutions. The quality of the produced emulsion
by the solution of FB at 12,500 ppm was much higher than that of FB at 150,000 ppm, which is
due to the lower IFT value of this solution. The IFT value for the solution of 1500 ppm of PS
green surfactant in 12,500 ppm of FB was 3.71 mN/m. In contrast, the value was 6.47 mN/m
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for the solution of 1500 ppm of PS green surfactant in 150,000 ppm of FB, resulting in a higher
emulsion quality with 12,500 compared to 150,000 ppm of FB. The emulsion results obtained
in this experiment are consistent with data from the literature [18,26,30,31,52].

3.8. Oil Recovery Factor Measurement

The efficiency of the PS green surfactant in improving oil recovery was investigated
using core flooding experiments under reservoir conditions. In this study, two various
sample solutions were made by combining the CMC value of PS green surfactant and
different concentrations of FB. The first solution was 1500 ppm of PS green surfactant
in 12,500 ppm of FB, and the second solution was 1500 ppm of PS green surfactant in
150,000 ppm of FB. Figure 18 presents the results of the oil recovery factor and pressure
drop in both samples during secondary and tertiary recovery.

100 180
160
140
é 120 =
S =
S 100 £
3 A
& <
e 80
5]
g
E 60
VAl —@— RF: GS in 150,000 ppm brine L 40
20 - ) o RF: GS in 12,500 ppm brine
10 4 e AP: GS in 12,500 ppm brine L 20
> ,::f ----- AP: GS in 150,000 ppm brine
0 ¢ T T T T T T T T T 0
0 1 2 3 4 5 6 7 8 9 10

Injected Fluid (PV)

Figure 18. Oil recovery factor and pressure drop measurements with two solutions containing the
CMC value of PS green surfactant (GS) as the tertiary recovery at 80 °C.

This figure shows that an average oil recovery factor of 49% is achieved after the
secondary recovery by FB flooding at 5 PVs. Surfactant solution injection, as the tertiary
recovery, is highly efficient in raising the oil recovery, as displayed in Figure 18. The oil
recovery factor gradually increases until it reaches the maximum value at the end of 5 PVs
surfactant flooding. The maximum oil recovery factors of 72.68% and 83.55% were achieved
for solutions of 1500 ppm of PS green surfactant in 150,000 ppm of FB and 1500 ppm of PS
green surfactant in 12,500 ppm of FB, respectively. The preparation of green surfactant in
low-salinity water (12,500 ppm of FB) was much more effective than the preparation in
high salinity (150,000 ppm of FB), where the recovery factor difference was about 10.86%.
The results of the oil recovery factor are aligned with the IFT and contact angle results,
where the best performance and maximum compatibility at the CMC value of PS green
surfactant were at 12,500 ppm of FB. In this study, the increase in the oil recovery is related
to the wettability alteration of the carbonate rock sample to higher hydrophilicity and the
reduction of IFT values. It should be noted that the IFT value was significantly reduced
from an initial value of 31.81 mN/m to 3.71 mN/m when a solution of 12,500 ppm brine
(optimum salinity) and the CMC value of the PS surfactant was used as the tertiary recovery.
In addition, the contact angle value decreased from an initial value of 147.31° to 54.37°
after using a solution of the PS surfactant at the CMC point and 12,500 ppm of brine.
Furthermore, the capillary number is remarkably increased by adding the PS surfactant to
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the sample solution, which affects the amount of residual oil saturation and finally increases
oil recovery. The oil recovery factor results in this experiment are consistent with data from
the literature [26,30,53,54].

3.9. Capillary Number Measurement

The efficiency of chemical flooding in increasing the recovery factor was examined by
applying the capillary number definition and measuring the capillary number in various
situations. This work examined three scenarios: secondary recovery with 150,000 ppm of
FB, tertiary recovery with 1500 ppm of green surfactant (GS) in 12,500, and 150,000 ppm
of FB.

As shown in Figure 19, the capillary number was at its lowest value during the
secondary recovery (1.25 x 107°), and the residual oil saturation was about 52%. Then,
applying surfactant flooding as the tertiary recovery positively impacted improvements
to the capillary number, where the capillary number increased significantly. The tertiary
recovery with a solution of 1500 ppm of PS green surfactant and 150,000 ppm of FB resulted
in a capillary number of 3.27 x 10~° with a residual oil saturation of 27%. For the best case,
where 1500 ppm of PS green surfactant was prepared in 12,500 ppm of FB, the capillary
number was increased to 1.10 x 10~* with a residual oil saturation of 16%. The capillary
number values showed that applying PS green surfactant and the optimum concentration
of FB (12,500 ppm) was very effective in improving the oil recovery and reducing the
residual oil saturation. The findings of capillary numbers in this experiment are consistent
with data from the literature [55,56].

60
Secondary recovery
(150,000 ppm FB)
-~ 50 4
<
=
=
= 40 -
=
E
T 30 -
=
E Tertiary recovery
é’. 20 A (CMC of GS in 150,000 ppm FB)

Tertiary recovery
10 A (CMC of GS in 12,500 ppm FB)

0 T T T T T
0 2x105 4x105 6x105 8x10% 1x10+ 1.2x10+4

Capillary number

Figure 19. Capillary number calculations with three different solutions.

4. Conclusions

The Pisum sativum (PS) was used in this investigation to produce a novel green sur-
factant. Numerous tests, including IFT, contact angle, zeta potential, oil recovery factor
measurements, and capillary number calculations, were used to determine the performance
of the extracted green surfactant for EOR purposes in the carbonate reservoirs. The research
findings could be summed up as follows:

e  The physical and chemical characterization of the PS surfactant showed that the
extracted saponin from the PS was a nonionic surfactant.
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e Based on the findings of the CMC measurements, it was determined that the PS
surfactant’s CMC point is 1500 ppm.

o  The lowest IFT and contact angle values were achieved at 12,500 ppm of FB, which
was the optimum salinity point.

e  The lowest IFT value (3.71 mN/m) and the minimum contact angle value (54.37°)
were attained at 12,500 ppm of FB.

e  The quality of the Winsor type IIIl emulsion for the solution prepared using 1500 ppm
of PS green surfactant in 12,500 ppm of FB was higher than the solution prepared
using 1500 ppm of PS green surfactant in 150,000 ppm of FB.

e Based on the oil recovery factor measurements, the maximum recovery factor of 83.55%
was attained after tertiary recovery using a solution of 1500 ppm of green surfactant in
12,500 ppm of FB.

e  The capillary number calculation showed that the capillary number was increased
from 1.25 x 107 for the secondary recovery to 1.10 x 10~* after the tertiary recovery.
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