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Abstract: In recent years, several studies have indicated the impact of nanoparticles (NPs) on various
properties (such as viscosity and fluid loss) of conventional drilling fluids. Our previous study
with commercial iron oxide NPs indicated the potential of using NPs to improve the properties
of a laboratory bentonite-based drilling fluid without barite. In the present work, iron oxide NPs
have been synthesized using the co-precipitation method. The effect of these hydrophilic NPs
has been evaluated in bentonite and KCl-based drilling fluids. Rheological properties at different
temperatures, viscoelastic properties, lubricity, and filtrate loss were measured to study the effect of
NPs on the base fluid. Also, elemental analysis of the filtrate and microscale analysis of the filter
cake was performed. Results for bentonite-based fluid showed that 0.019 wt% (0.1 g) of NPs reduced
the coefficient of friction by 47%, and 0.0095 wt% (0.05 g) of NPs reduced the fluid loss by 20%.
Moreover, for KCl-based fluids, 0.019 wt% (0.1 g) of additive reduced the coefficient of friction by
45%, while higher concentration of 0.038 wt% (0.2 g) of NPs shows 14% reduction in the filtrate loss.
Microscale analysis shows that presence of NPs in the cake structure produces a more compact and
less porous structure. This study indicates that very small concentration of NPs can provide better
performance for the drilling fluids. Additionally, results from this work indicate the ability of NPs to
fine-tune the properties of drilling fluids.

Keywords: drilling fluids; nanoparticles; iron oxide; KCI; bentonite drilling fluids

1. Introduction

Drilling is the process of connecting the surface to the reservoir. In a rotary drilling operation,
drilling fluids play an important role in maintaining well pressure, bringing cuttings to surface,
and lubricating and cooling drill bits as well as the wellbore [1,2]. Proper selection of the drilling fluid
is one of the key elements for the success of drilling operation. The selection of drilling fluid is usually
based on its performance, cost and environmental impact [2].

Due to the interactions between the drilling fluid and the rock, a poorly designed drilling fluid
may cause formation damage. The consequences are a negative impact on the log reading and damage
to the pore space of the reservoir rock, that reduces its productivity. Increase in fluid loss into the
formation will increase the near bore pressure, which as a result will weaken the strength of the
wellbore. Moreover, drilling with non-inhibitive water-based drilling fluids will result in shale swelling.
If the drilling fluid is poor at holding particles in suspension, cuttings will be accumulated in the
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wellbore and result in solid-induced drill string stuck. Also, the thick mud cake may cause differential
sticking problems [3,4].

Therefore, in general, drilling fluid design is one of the most important aspects to consider during
the well construction and completion phases. The drilling fluid parameters under consideration,
among others, are the rheological properties to control the hydraulics (well pressure and hole cleaning),
lubricity to control the high torque and drag issues, mud cake properties to control fluid loss and
to increase well strength [5,6]. The properties of drilling fluids are determined by the types and the
concentration of the chemical additives used in their formulations. The right parameters must be
characterized experimentally, and several formulation iterations may be required until the desired
properties are achieved.

Typically, water- and oil-based drilling fluids, also known as water-based mud (WBM) and
oil-based mud (OBM), are used in oil and gas wells [7]. In terms of lubricity and formation damage
control, OBM is better than WBM [8]. The application of OBM is limited in environmentally sensitive
areas, and hence, only drilling with water-based fluids is allowed. Moreover, WBM is used to drill
the top-hole section where there is no blowout preventer (BOP) in place and drilling fluids can be
discharged to the seabed. However, WBM still requires further improvement to provide better lubricity,
shale inhibition, and formation damage control.

In recent years, several researchers have reported the impact of nanoparticles (NPs) on
the properties of water-based drilling fluids. Studies indicate that the addition of NPs can
alter the rheological parameters of drilling fluids under low pressure/low temperature (LPLT)
and high pressure/high temperature (HPHT) conditions [9-15], reduce filtrate loss and filter
cake thickness [9,16-20], reduce friction [13,15,16,21,22], improve thermal conductivity and heat
transfer properties [17,20,23,24] and shale inhibition and wellbore strengthening [25-28]. Iron-based
NPs have been added to water-based drilling fluids in several studies. For instance, Jung et al. [29]
showed that the addition of iron oxide NPs to a bentonite-based fluid increases the viscosity of the
fluid. This study indicated that the NPs interacted with the bentonite and promoted the gelation of the
clay particles. In addition, a low concentration of NPs reduces the LPLT fluid loss values of the fluid,
however increasing the concentration of NPs results in lesser reduction in fluid loss. Barry et al. [30]
also investigated the effect of iron oxide on bentonite drilling fluids and observed higher values of
shear stress with the addition of NPs compared to the base fluid. Addition of iron oxide particles at a
concentration of 0.5 wt% and with sizes of 3 nm and 30 nm to the bentonite suspension reduced the
fluid loss by 27% and 23.4%, respectively. Drilling fluids containing commercial iron oxide were also
investigated by Mahmoud et al. [31]. Different concentrations of NPs were tested in this study with,
a suspension of Ca-bentonite having 7 wt% concentration as a base fluid. The findings from this work
illustrated that yield point and plastic viscosity were changed by the addition of iron oxide NPs to
the drilling fluid. In order to enhance the filtration and rheological properties of Na-bentonite-based
drilling fluids, Vryzas et al. [32,33] explored some novel iron oxide NPs. These studies illustrated that
the apparent viscosity and yield stress become progressively susceptible to the temperature. An increase
in apparent viscosity and yield stress was observed at a higher temperature. Moreover, 0.5 wt% of iron
oxide NPs reduced the filtrate loss by 40% compared to the base fluid at high pressure and temperature.
Recently, Mahmoud et al. [34,35] added iron oxide to a calcium bentonite-based drilling fluid. Addition
of 0.5 wt% NPs to the base fluid decreased the fluid loss and produced a filter cake with better packing
characteristics under static and dynamic conditions. In addition, the NPs increased the yield strength
and gel-forming ability of the drilling fluid.

Our previous study showed the effect of commercial iron oxide NPs on a bentonite/polymer
system in the presence of KCl salt [36]. Results from this study showed that NPs can reduce the
friction of the drilling fluid. However, barite was not present in the fluid system. Therefore, in this
study, the effects of NPs have been studied on a drilling fluid with barite. Further, most of the studies
mentioned above focused on bentonite-based fluids, and not many studies available that studied the
effect of NPs on KCl-based drilling fluids. Thus, KCl-based fluids without any bentonite were also
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prepared as they are effective for shale-based formations. The potassium in KCl inhibits shale swelling
by cation exchange with the calcium present in the shale and by reducing the hydration tendency of
the shale [37]. Hence, this study focused on both KCI- and bentonite-based drilling fluid with barite.

2. Materials and Methods

Iron (II) chloride tetrahydrate (FeCl,-4H,0O) (Arcos Organics, Thermofisher Scientific,
(Oslo, Norway), Iron (IIT) chloride hexahydrate (FeCl;-6H,O) and ammonia solution (NH4OH, 25%)
were purchased from Sigma Aldrich (Oslo, Norway) and KCl salt was purchased from VWR Chemicals
(Oslo, Norway). Bentonite, barite, xanthan gum and soda ash were provided by a drilling fluid service
company. De-ionized water was used for al sample preparations.

2.1. Synthesis of Iron Oxide NPs

NPs were synthesized by conventional co-precipitation of Fe ions in an alkaline environment [38].
First, 84.6 mL of de-ionized water was weighed in a beaker, and to this de-ionized water, 15.4 mL
of 25% ammonia solution was added to make 100 mL of 1 M NH4OH solution. Separately, 2.0 g of
FeCl,-4H,0 and 5.4 g of FeCl3-6H,O was dissolved in 25 mL distilled water in a volumetric flask.
Afterward, 10 mL of this rusty coloured solution was transferred to a burette. The solution was then
added dropwise into 100 mL of 1 M NH4OH solution under vigorous stirring. A magnetic stirrer
was used. The addition of the iron solution to the ammonia solution resulted in a black coloured
solution. After the reaction was completed, the black coloured solution was transferred to centrifuge
tubes. A strong magnet was placed under the centrifuge tubes to separate the particles magnetically,
and the particles were washed several times with water. The process was repeated to harvest all the
particles. Some NPs might stick to the magnetic stirrer. Therefore, it is essential to wash it several
times to recover as many particles as possible. Almost clear fluid was obtained as NPs were drawn to a
strong magnet after the first cleaning steps of particles with water. However, after several washes with
de-ionized water, the particle’s separation becomes difficult as less transparent fluid was obtained
when a magnet was placed under the solution. It is crucial to stop washing after it gets difficult to
avoid the loss of particles.

2.2. Coating of Xanthan Gum on Iron Oxide NPs (Fe-XG)

To coat xanthan gum polymer on iron oxide NPs, a 0.1 g of xanthan gum was added into 50 mL
water to make a polymer solution. Afterward, 0.2 g of iron oxide NPs were added to this polymer
solution, and the resulting mixture was left for shaking for 24 h. After 24 h, the resulting solution was
used to formulate drilling fluid. The term Fe-XG is used for iron oxide NPs coated with xanthan gum
throughout the text.

2.3. Formulation of Drilling Fluid

Two types of water-based fluids were formulated, a bentonite-based fluid and a KCl-based fluid.
The fluid compositions were selected to produce fluids having comparable viscosity and density [39].
Tables 1 and 2 show the recipes used for both fluids. First base fluids were formulated, and to these
fluids, different concentrations of NPs were added to see the effect of NPs on base fluids. In order to
prepare bentonite fluid, all chemicals, excluding barite, were mixed with a Hamilton Beach mixer for
5 min followed by additional 5 min mixing to dislodge any material attached to the mixing container’s
side. Afterward, barite was added and mixed for 5 min and additional 5 min to dislodge adhering
materials to attain the uniform mixing of components. To the base fluid, different concentrations of
NPs (0.05-0.2 g) were added and again mixed for 5 min to disperse NPs in drilling fluid. To prepare
Fe-XG NPs-based drilling fluid, Fe-XG was first mixed with water, and afterward, all components
except barite were added and followed the same mixing procedure with 5 + 5 min. After adding
barite, the same procedure of 5 + 5 min was followed. The main difference between the two fluids
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is the addition of NPs. For iron oxide NPs without xanthan gum, the NPs were added in the end,
while Fe-XG were added at the start, followed by other components.

Table 1. Composition of bentonite-based fluid.

Material Base Fluid Base Fluid + NPs
Water 350 mL 350 mL
Soda ash 48¢g 48¢g
Xanthan gum 071¢g 071g
Bentonite 10.04 g 10.04 g
Barite 183 ¢ 183 g
Iron oxide NPs in water - 0.05,0.1,02¢

Table 2. Composition of KCl-based fluid.

Material Base Fluid Base Fluid + NPs
Water 350 mL 350 mL
Soda ash 075¢ 075 g
Xanthan gum 15¢g 15¢g
KCl1 2480 g 2480 g
Barite 175 g 175 ¢
Iron oxide NPs in water - 0.05,01,02¢g

A similar procedure was followed to mix KCl-based fluids without and with NPs.

2.4. Drilling Fluid and NPs Characterization

Various characterization techniques were used to characterize NPs and drilling fluids with and
without NPs. Details of the techniques are provided below.

2.4.1. Scanning Transmission Electron Microscopy (STEM)

A S-5500 STEM instrument (Hitachi, Krefeld, Germany) with a 30 kV accelerating voltage was
used to obtain the STEM images of iron oxide NPs. Several drops of NPs solution were dropped on a
Formvar carbon-coated copper grid to prepare TEM grids. It is crucial to wipe with Kimberly-Clark
wipes after dropping the NPs solution to prevent further aggregation of NPs.

2.4.2. Microscale and Elemental Analysis

A Supra 35VP model scanning electron microscope (SEM, Zeiss, Oberkochen, Germany) was used
to gain insights into the structural make-up and the presence of NPs in the mud cake from the fluid
loss test. Additionally, images of the iron oxide NPs and Fe-XG were attained. Moreover, to quantify
the percentage of different elements present in the structure and mapping, the elemental analysis was
done with energy dispersive X-ray spectroscopy (EDS).

2.4.3. Dynamic Light Scattering (DLS) and Zeta Potential Measurements

A Zetasizer Nano-ZS instrument (Malvern, Worcestershire, UK) was used to measure the sizes
and zeta potential of NPs. All the measurements were performed in aqueous solutions.

2.4.4. Viscosity

Viscosity parameters were measured using a model 900 viscometer (FANN, Houston, TX 77032,
USA). Measurements were performed at 22 °C, 50 °C and 80 °C, and atmospheric pressure.
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2.4.5. Mechanical Friction Measurement

The coefficient of friction was measured by using a CSM Tribometer (Anton Paar GmbH, Graz,
Austria). The tests were conducted on a steel ball-plate surface filled with drilling fluid. The 13cr steel
ball with a diameter of 6 mm was used. For all the tests normal load of 5 N was used that covered a
10 m distance with the rate of 3 cm/s. Measurements were performed at atmospheric pressure and
room temperature. Repeat measurements were conducted to report the average value.

2.4.6. Fluid Loss Measurement

An American Petroleum Institute (API) filter press (FANN, Houston, TX 77032, USA) was used
to measure the fluid loss at room temperature and 100 psi pressure. Filter paper with a diameter of
2.5 inches was used for the test. API standard, API Recommended Practice 13B-1 [40], was followed to
perform the test.

2.4.7. Inductively Coupled Optical Atomic Emission Spectrometry (ICP-OES)

To measure the concentration of different ions, present in the filtrate obtained from the fluid loss
test. ICP-OES analysis was performed before the analysis fluids were passed through a 0.2 pm syringe
filter and diluted with 5% nitric acid.

2.4.8. Viscoelastic Measurement

Viscoelastic properties of the fluids were measured using a MCR 302 rheometer (Anton Paar
GmbH, Graz, Austria). Amplitude sweep with a constant angular frequency of 10 rad/s and varying
strain from 0.0005% to 1000% was performed.

3. Results and Discussion

3.1. Size Distribution of Iron Oxide and Fe-XG NPs

Figure 1a,b show the STEM and SEM images, respectively, of the NPs formed. It can be seen that
particles have spherical morphology. Figure 2 show the size distribution of iron oxide NPs measured using
STEM images. It can be seen in the figure that due to the absence of a stabilizing agent, particles formed
have broad size distribution [41]. The average size of NPs formed by this method is 11 + 2 nm.

—_—
100 nm

Figure 1. Iron oxide NPs formed by co-precipitation method: (a) STEM image; (b) SEM image.
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Figure 2. Size distribution of iron oxide NPs measured from STEM images.



Energies 2020, 13, 6718 6 of 21

Figure 3 shows the SEM images of Fe-XG, and it can be seen that the polymer is coated on the
iron oxide NPs. Coating NPs with the polymer increases the particle size compared to the uncoated
particles, as shown in Table 3.

Figure 3. SEM images of Iron oxide NPs coated with xanthan gum (Fe-XG).

Table 3. Surface charges and sizes of NPs.

Material Size (nm) Zeta Potential (mV)
Iron oxide NPs at 25 °C 273.5 +£5.95 -31.3+0.27
Fe-XG NPs at 25 °C 487.60 + 8.55 -39.23 + 0.59
Iron oxide NPs at 50 °C 381.17 + 19.58 -20.17 = 0.23
Fe-XG NPs at 50 °C 673.57 + 65.45 -34.37 £ 0.42

3.2. Hydrodynamic Size and Surface Charge of NPs

Table 3 shows the hydrodynamic size and surface charge of the iron oxide NPs and Fe-XG
NPs. As shown in table, there is increase in size of NPs after coating of xanthan gum on their
surface. Also, results show an increase in the size and decrease in zeta potential at higher temperatures.
This indicates that NPs form aggregates at higher temperatures. Higher zeta potential values for Fe-XG
indicate that polymer coating provides stability to the NPs and hinders the agglomeration and settling
of NPs.

3.3. Rheological Parameters of the Drilling Fluids

3.3.1. Bentonite-Based Fluids

Shear stress values at different shear rates of bentonite-based drilling fluids are presented in
Figure 4a—d. For base fluids and fluids with NPs, the shear stress values increase at high temperatures
(i.e., 80 °C), especially at low shear rates. This is due to the inter-particle interaction of bentonite,
which caused the flocculation of bentonite particles [42,43]. The clay particles agglomerate due to
the face-to-face (FF) and edge-to-face (EF) associations [43,44]. A lower concentration (0.05 g) of NPs
further increases the shear stress, as indicated in Figure 4a. A possible reason might be attachment
of these NPs to edges of the clay platelets and with positively charged barium ions present in the
drilling fluid. However, an increase in the NPs concentration (0.1 g) might cause repulsion between
the negatively charged NPs and other negatively charged additives in the fluid system, which lowers
the fluid’s viscosity compared to the 0.05 g NPs as shown in Figure 4b.

Additionally, increasing the NPs concentration to 0.2 g might have caused agglomeration of NPs,
which significantly increases the shear stress values, as indicated in Figure 4c. Although, coating of
0.2 g NPs with xanthan gum (Fe-XG) has decreased the shear stress values at a low shear rate,
which indicates that polymer coating might have minimized the agglomeration of NPs and negatively
charged polymer cause electrostatic repulsion between the negatively charged ions in the fluid system.
Increase in zeta potential also indicates the stability of NPs with the polymer coating, see Table 3.
In addition, there might be adsorption of polymer chains on the surface of bentonite prevented the
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aggregation of bentonite at higher temperature [45]. Vryzas et al. [46] showed a similar behavior for
the iron oxide NPs in the water-bentonite suspension. This study shows that bentonite forms a gel
structure and aggregates at high temperature, due to the FF association of the platelets. Addition of
NPs to these suspensions further increases the viscosity and yield stress due to aggregation of magnetic
NPs owing to the high surface energies of the particles. However, the coating of NPs with citric acid
minimizes the aggregation of NPs; our study shows a similar behavior with the coating of polymer
on the NPs. Moreover, a decrease in the zeta potential of NPs at 50 °C, as indicated in the Table 3,
also shows that high temperature reduces the stability of NPs, which causes the aggregation of the
particles, especially at high concentration.
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Figure 4. Iron oxide NPs effect on shear stress values of bentonite-based fluids at different shear rates
and temperatures: (a) 0.05 g; (b) 0.1; (c) 0.2 g; (d) Fe-XG.

There is a decrease in apparent viscosity values with an increase in the shear rate for all the fluids,
indicating the drilling fluid’s shear-thinning behavior. Gel strength values (10 s and 10 min) are shown
in Figure 5a,b for bentonite drilling fluids. A lower concentration of NPs (0.05 g) caused more increase
in the base fluid’s gel strength values than the 0.1 g NPs, especially for 10 min gel strength. This shows
that NPs might get attached to the bentonite edges at low concentrations without causing the repulsion
between the bentonite particles. However, increasing the NPs concentration, causing the deflocculation
of the bentonite, precisely at 80 °C. At 80 °C, most of gel strength was attained after 10 s for all the
fluids since gel strength did not change much when compared with gel strength measured at 10 min.

Gel strength with a higher concentration of NPs (0.2 g) and Fe-XG is also shown in Figure 5a,b.
Increasing the NPs concentration raises the gel strength after 10 s and 10 min due to the agglomeration
of NPs. However, coating the NPs surface with the xanthan gum again decreases the gel strength
compared to 0.2 g NPs. This shows that the polymer surface on the NPs controls the agglomeration
of NPs, and adsorption of polymer on bentonite prevents the gel formation, especially at 80 °C.
Gel strength results for the bentonite-based fluid show high gel strength values that could efficiently
hold the cutting and provide effective hole cleaning.
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Figure 5. Gel strength of bentonite-based fluids: (a) 10 s gel strength; (b) 10 min gel strength.
3.3.2. KCL-Based Fluids

Figure 6a—d show the shear stress values at varying shear rates for the KCl-based fluids.
High concentration of salt present in the fluids decreases the shear stress values at high temperature,
as indicated in the figures. The high concentration of KCl salt makes the fluid system dispersive due to
the suppression of the electric double layer.
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Figure 6. Iron oxide NPs effect on shear stress values of KCl-based fluids at different shear rates and
temperatures: (a) 0.05 g; (b) 0.1; (c) 0.2 g; (d) Fe-XG.

Moreover, the addition of 0.05 g of NPs to the fluid system slightly increases the shear stress
values at 22 °C and 50 °C, for instance increasing the shear stress values from 2.83 pa to 3.16 pa at
22 °C and 1.97 pa to 2.19 pa at 50 °C for a shear rate of 5.11 1/s. Similarly, for 0.1 g, there is a slight
increase in shear stress values at 22 °C and 50 °C, as shown in Figure 6b. In case of 0.2 g, there is an
increase in shear stress values at 22 °C. However, at 50 °C, addition of 0.2 g NPs lowers the shear stress
value. For Fe-XG, there is not much change in the shear stress values as compared to the base fluid at
22 °Cand 50 °C.

At 80 °C, uncoated NPs (0.05, 0.1, 0.2) do not have a significant effect on the shear stress values, in
fact there is decrease in shear stress values especially at low shear rate. These results show that at high
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temperature, NPs become unstable; this is also supported by the zeta potential measurements shown
in Table 3. Polymer coating on the particles increases the shear stress at a higher shear rate for 80 °C
compared to the uncoated and base fluid system that shows the improved stability of NPs with the
polymer coating. Apparent viscosity in the case of KCl fluids also shows a decrease in values with an
increase in the shear rate for all fluids.

Addition of NPs to the KCl drilling fluid slightly increases gel strength at 22 °C and 50 °C for both
10 s and 10 min, as shown in Figure 7a,b. However, at a higher temperature, NPs do not change the gel
strength of base fluid. A decrease in zeta potential values of NPs indicates that at high-temperature
NPs are agglomerated, which minimizes the interaction between NPs and KCl salt. Moreover, a high
concentration of KCI present in the system forms weaker gel structures [47]. Additionally, Increasing
the concentration and polymer coating decreases the gel strength compared to a base fluid at 22 °C,
as shown in Figure 7. Fe-XG shows a minor increase in the gel strength at 80 °C, which might be due
to the system’s stability at higher temperatures due to polymer presence compared to the bare NPs.

5.00 m Base Fluid (BF) - 5.00 ® Base Fluid (BF)
= =
o 4.50 uBF + 0.05g NPs &4.ﬂ uBF +0.05g NPs
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Figure 7. Gel strength values for KCl-based fluids: (a) Effect of temperature and NPs on 10 sec gel
strength; (b) Effect of temperature and NPs on 10 min gel strength.

3.4. Viscoelasticity

Drilling fluids possess elastic and viscous properties [48,49]. Viscoelastic properties of the drilling
fluids can provide further information about the drilling fluid’s internal gel structure under dynamic
loading. Storage and loss modules describe the energy stored and lost by the material when the shear
is applied, respectively. Viscoelastic behavior of drilling fluids is presented in the next section for both
types of fluid.

3.4.1. Bentonite-Based Fluids

Yield stress represents the stress where the deviation from the LVE region occurs and can be
estimated from the shear stress and strain/time plot. Deviation of shear stress from linearity is taken
as yield stress [50,51]. Flow points represent the point where storage and loss modules are equal.
Table 4 shows the yield stress and flow point values for bentonite fluids. Figure 8a,b shows the storage
and loss modulus for bentonite-based fluid and fluids with NPs.

Table 4. Yield stress and flow point for bentonite-based fluids.

Samples Yield Stress (Pa) Flow Point (Pa)
Base fluid (BF) 4.6 8.5
BF + 0.05 g NPs 5.6 9.3
BF + 0.1 g NPs 4.9 9.5
BF + 0.2 g NPs 52 8.9

BF + Fe-XG NPs 51 9.4
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Figure 8. Storage and loss modulus for bentonite-based fluids: (a) Base fluid with low concentration of
NPs; (b) Base fluid with high concentration of NPs and Fe-XG.

It can be seen that NPs slightly increases the yield stress values, especially for low
concentration. However, increasing the concentration does not significantly alter the yield stress
values. Moreover, in case of lower concentration NPs and Fe-XG, there is a slight delay in the flow
point. This indicates that NPs provide structural strength to the fluid. However, raising the NPs
concentration to 0.2 g slightly decreases the flow point compared to the low concentration.

3.4.2. KCL-Based Fluids

For KCl-based fluids, there is not much difference between the base fluids and fluids having NPs,
as shown in Table 5 and Figure 9a,b. NPs addition decreases the flow point values compared to the base
fluid in case of uncoated NPs. This shows that NPs addition slightly weakens the gel characteristics
of KCl-based fluid. However, for Fe-XG, there is a slight increase in flow point, which shows the
polymer’s ability to improve the gel characteristics.

Table 5. Yield stress and flow point for KCl-based fluids.

Samples Yield Stress (Pa) Flow Point (Pa)
Base fluid (BF-1) 2.0 49
BF-1 + 0.05 g NPs 2.0 4.6
BF-1+ 0.1 g NPs 1.9 4.4
Base fluid (BF-2) 1.6 43
BF-2 + 0.2 g NPs 1.4 3.7
BF-2 + Fe-XG NPs 2.0 4.6
a) b)

10 10

e

1 e (' Base Fluid (BF )
— — G' Base Fluid (BF )
s G' BF + 0.2 g NPs
— — G" BF+02gNPs
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Figure 9. Storage and loss modulus for KCL-based fluid: (a) Base fluid with low concentration of NPs
(b) Base fluid with high concentration of NPs and Fe-XG.
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3.5. Mechanical Friction

Reducing the drilling fluid’s mechanical friction is crucial to keep the torque and drag to a
minimum during the drilling operation. Since minimizing the friction will allow drilling longer
distances also, it makes the casing running operation smooth.

3.5.1. Bentonite-Based Fluids

Water-based drilling fluids with bentonite usually show higher values for mechanical friction.
Therefore, it is beneficial to increase the lubricity of these fluids. As shown in Figure 10a, NPs have
reduced the coefficient of friction of base fluids. NPs with 0.1 g concentration shows the most reduction
in friction values. However, a higher concentration of NPs increases friction. The possible reason
might be the agglomeration of NPs at higher concentrations.

0.350 ﬂ) s Coefficient of friction 26 0350 b) —Coefficient of friction 30
"

0.300 ~®=% Change -28 0.300 =#=% Change 42
H 30 a a4
£ 0250 a2 & 0250 36
= 34 ]
= 0.200 6 B o2 38 o
- g | & &
) .38 E 55 N 40 a
5 080 wG| S 0.150 g
@
g oo g g e oo
g 44 -] 46
g 0.050 46 T 0.050
9] 48 (3 48

0.000 50 0.000 50

BlseFlmd Br-poos! BF + 013 3r+ozg 3}'4-;; XG BaseFluid BF+005g BF+01g BF+02g BF+FeXG
BF) NPs NPs NPs NPs
Fluid Samp]es Fluid Samples

Figure 10. Friction values of: (a) Bentonite-based fluids with NPs; (b) KCl-based fluids with NPs.

3.5.2. KCl-Based Fluids

Since KCl-based fluids do not have bentonite present in them, they show low mechanical friction
values compared to bentonite-based fluids, as indicated in Figure 10b. NPs also decrease the coefficient
of friction in case of these fluid systems. In this case, also, 0.1 g NPs showed the most reduction in
friction values. However, all the other concentrations of NPs still provide a significant reduction in
friction. These results for both water-based fluids show that NPs can provide lubricating properties to
the drilling fluids. NPs form a lubricating film around the micro-sized material’s harsh surfaces and
behave like a fluid in the system.

3.6. Effect of NPs on the Fluid Loss

Since the quality of drilling fluid is dependent on its performance with respect to controlling the
filtrate loss to the formation, it is crucial to minimize the fluid loss. The additives and solid particles
that form the filter cake are vital in controlling the fluid loss.

3.6.1. Bentonite-Based Fluids

Figure 11a shows the fluid loss results for the bentonite-based fluids with and without NPs.
As shown in the figure, NPs have reduced the fluid loss for the base fluids. NPs with 0.05 g, 0.1 g and
0.2 g concentration reduced the fluid loss by 20%, 13% and 19% respectively. NPs coated with xanthan
gum reduces fluid loss by 16%. The results indicate that NPs with different concentrations show a
similar reduction in fluid loss, with low concentration showing the most reduction. This might be due to
the even distribution of NPs on filter cake and the fluid’s stability under pressure. However, 0.2 g NPs
show almost the same amount of reduction due to filling the micropores in the filter cake by the NPs.
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Figure 11. Filtrate volume after fluid loss test for: (a) Bentonite-based fluids with NPs; (b) KCl-based
fluids with NPs.

3.6.2. KCL-Based Fluids

For the KCl fluids, a higher concentration (0.2 g) of NPs showed the highest reduction of 14%
in fluid loss. Fluids with 0.05 g and 0.1 g concentration NPs reduce fluid loss by 7%, as shown in
Figure 11b. However, NPs coated with xanthan gum increases fluid loss. This might be due to the
large size of the particles are not able to fill the pores compared to the uncoated particles. It can be seen
that KCI based fluid showed higher values for fluid loss due to the absence of bentonite in the system.
Moreover, lower apparent viscosity of the KCl-based fluids than the bentonite fluids also contributed
to higher values of fluid loss.

3.7. Microscale Analysis of the Filter Cake

3.7.1. Bentonite-Based Fluids

SEM images for the cake formed by bentonite-based fluid are shown in the Figure 12. It can be
seen in Figure 12a,b that the cake formed by the base fluid is not compact and there are voids in the
cake structure. Addition of NPs results in a less porous and compact structure formation for the base
fluid (see Figure 12¢,d for iron oxide NPs and Figure 12e,f for Fe-XG NPs). Other studies also report
similar results with bentonite-based drilling fluids [30,35,52].

The possible reason for the reduction in fluid loss is the filling of voids in the cake structure by the
NPs, as indicated in Figures 13 and 14. However, as indicated in figures for both bare NPs and Fe-XG
that there is an agglomeration of NPs, which might hinder the further reduction in the fluid loss due to
less particle packing. EDS spectrum of the area pointed by the arrow shows higher concentration of Fe,
indicating the presence of iron oxide NPs in the cake.
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Figure 12. SEM images of filter cake of Bentonite-based fluids: (a,b) Filter cake for base fluids; (c,d) Filter
cake for base fluids with Iron oxide NPs; (e,f) Filter cake for base fluids with Fe-XG NPs.

112

Figure 13. Presence of NPs in the mud cake for bentonite fluids with iron oxide NPs (EDS spectrum

shows the analysis done on the area indicated by the arrow).
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Figure 14. Presence of NPs in the mud cake for bentonite fluids with Fe-XG NPs (EDS spectrum shows

the analysis done on the area pointed by the arrow).
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3.7.2. KCl-Based Fluids

Figure 15a—f show the SEM images for the KCl-based fluid and base fluids with NPs. NPs can
produce a less porous structure by filling the voids in the structure of mud cake. However, as indicated
in figures, voids are still present in the cake structure, where they are responsible for higher fluid
loss values.

Figure 15. SEM images of filter cake KCl-based fluids: (a,b) Filter cake for base fluids; (c,d) Filter cake
for base fluids with Iron oxide NPs; (e,f) Filter cake for base fluids with Fe-XG NPs.

In case of the sample with iron oxide NPs, closer observation of the mud cake structure indicates
that for bare NPs, there is a filling of the voids between the micro-sized particles by the NPs as shown
in Figure 16. Also, NPs interacted with the salt surface leading to a compact structure compared
to microparticles.

100 120 140 160 180

Figure 16. Presence of NPs in the mud cake for KCl fluids with Iron oxide NPs (EDS spectrum shows
the analysis done on the area pointed by the arrow).



Energies 2020, 13, 6718 15 of 21

However, for Fe-XG, the higher values for the fluid loss might be due to NPs got adsorbed on
the salt surface and not being able to fill the voids in the cake’s structure. Also, large size of the
particles did not create compact cake structure, as shown in Figure 17. Moreover, dissociation of salt
induces flocculation by reducing the polymer interaction with the other additives and creating voids
in the structure.

80 100 120 140 160 180

Figure 17. Presence of NPs in the mud cake for KCl fluids with Fe-XG NPs (EDS spectrum shows the
analysis done on the area pointed by the arrow).

3.8. EDS Analysis

3.8.1. Bentonite-Based Fluids

The main elements present in the filter cake for the bentonite-based system are sodium, oxygen,
barium, sulphur and silicon. Small amounts of magnesium, calcium, aluminum, and strontium
are present in the cake formed after the fluid loss test. Figures 18a—c and 19a—c show the presence
of iron in the cake structures formed by bentonite-based fluids and KCl-based fluids, respectively.
Figure 18b indicates that the iron oxide NPs are distributed in the cake structure, and the iron (Fe)
amount also increases compared to the base fluid. However, in case of Fe-XG NPs, as seen in Figure 18c,
there is no uniform distribution of NPs. This indicates that the Fe-XG particles remain dispersed in the
fluid without contributing to cake formation. Fe content is also lowered in this case compared to the
samples with uncoated NPs due to xanthan gum’s coating on the surface of the particles.

3.8.2. KCl-Based Fluids

In case of KCl fluids, there is a higher concentration of potassium and chlorine present in the cake
structure. Moreover, a lower amount of sodium is present due to the absence of bentonite.

Similarly, in the case of KCl fluids, the iron oxide NPs contributed to cake formation as Fe content
increase in case of samples with NPs, see Figure 19b. However, NPs filled few voids in the structure,
creating a less compact structure leading to lower fluid loss reduction.

Additionally, mapping results indicate that for Fe-XG, NPs were not uniformly distributed in the
cake structure. Also, NPs do not fill the voids in the cake structure, which leads to an increase in the
fluid loss values, as shown in Figure 19c¢.
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Figure 18. Elemental analysis of filter cake for bentonite-based fluids: (a) Base fluid; (b) Base fluid with
NPs; (c) Base fluid with Fe-XG NPs.

Figure 19. Elemental analysis of filter cake for KCl-based fluids: (a) Base fluid; (b) Base fluid with NPs;
(c) Base fluid with Fe-XG NPs.
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3.9. Elemental Analysis of Filtrate

Element analysis results are shown in Tables 6 and 7. In case of low concentrations of NPs, there
was no iron detected in the filtrate. However, increasing the concentration shows that iron was present
in the filtrate. This shows that most of NPs are deposited on a cake or stayed in the drilling fluid at a
lower concentration. Even at higher concentrations, there is small amount of iron particles present in
the filtrate. Most of the particles stayed on the cake and in the drilling fluid. A high concentration of
sodium was detected in the bentonite-based fluids. In comparison, KCl-based fluids showed a higher
concentration of potassium cations present in the filtrate. Most of the barite stayed in the cake as low
barium and sulfate concentrations were detected, as shown in the tables.

Table 6. Elements from the filtrate loss for bentonite-based fluids.

Elements Base Fluid Base Fluid + 0.05g NPs  Base Fluid + 0.2 g NPs Base Fluid + Fe-XG
BE"‘(IIE‘;L') 031 0.27 0.27 0.30
Cia(lf:l‘g‘/nﬁ) 0.7 1.0 05 0.6
Ci(szge/rL) 0.7 0.91 0.6 0.6
Fe I(irolg/L) n.d. n.d. 0.09 <0.06
Plgtgflsgl/‘i‘;‘ 237 108 123 35
I\I\/ffggzisgl/‘g‘ 2.2 21 2.3 24
I\;O(d;g‘u 5906 5579 5460 5370
Slszlrlrf;/rli) 5.6 56 45 53
Sstrr‘(’;t;‘/‘i’;‘ 0.9 13 05 03
A{i‘l”(rr‘:g‘i/‘{;“ 14 <05 2.0 2.3

Table 7. Elements from the filtrate loss for KCl-based fluids.

Elements Base Fluid Base Fluid + 0.05g NPs  Base Fluid + 0.2 g NPs Base Fluid + Fe-XG
Bza(ﬂ‘gr;‘i) 1.8 12 14 1.6
C(;a(lig/‘;) <3 <3 2.1 37
Cicgfgji) 1.9 15 15 14
Fe I(:EQ/L) n.d. n.d. <03 <03
Plgt(ﬁz/‘g‘ 36,144 35,564 33,400 32,700
l\f/fgg?;z/‘f;‘ 4 4 4 32
I\;"ﬁ;‘g‘m 894 826 820 850
sls?rif;/ri) <3 <3 24 26
Sstrr‘(’r’r‘lté‘/‘i‘;‘ 9.3 8.6 8.3 8.3
Aluminium

Al (mg/L) <5 <5 <5 <5
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3.10. Magnetic Recovery

Magnetic recovery of the NPs from the drilling fluids was done by using a strong magnet. It can be
seen that NPs can be recovered from the fluid system. These recovered particles were analyzed using
SEM, as shown in Figures 20 and 21 for bentonite and KCl-based fluids, respectively. As seen from the
figures, NPs interacted with the other components of the drilling fluids. For both bentonite and KCI
fluids high concentration of barium indicated that NPs interacted with the barium. A small amount
of sodium and magnesium was also present in bentonite-based fluids indicating the interaction of
particles with bentonite. Moreover, the EDS spectrum shows small amounts of potassium and chlorine
for the KCl-based fluids.

80 100 120 140 160 180

Figure 21. SEM image and EDS spectrum of recovered particles for KCl-based fluid.

4. Conclusions

In this experimental study, iron oxide NPs and Fe-XG NPs effect on two types of water-based
drilling fluids (bentonite-based fluids and KCl-based fluids) was studied. The main findings of the
study are summarized below:

> Results indicate that NPs can modify the rheological parameters of bentonite-based fluids.
NPs increases the viscosity and gel strength of the bentonite-based fluids owing to the
agglomeration of magnetic NPs.

> A polymer coating on the NPs slightly reduces the gel strength values at high temperature for
bentonite-based fluids.

> Small concentration of NPs was sufficient to reduce the coefficient of friction and fluid loss values
of the bentonite-based fluids. NPs with 0.019 wt% (0.1 g) and 0.0095 wt% (0.05 g) reduces the
coefficient of friction and fluid loss by 47% and 20%, respectively.

> Fe-XG NPs also reduces the coefficient of friction by 29%, while fluid loss values were reduced by
16% for bentonite-based fluids.

> Filter cake analysis shows that NPs filled the spaces in the structure of the cake and uniform
distribution of particles kept the fluid loss values to a minimum compared to the base fluid.

> In addition, elemental analysis shows the even distribution of the NPs throughout the structure
of the filter cake.

> In the case of KCl-based fluids, the addition of NPs has a slight impact on rheological parameters
owing to the lesser stability of the fluid system due to presence of high salt concentration.
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> In case of coefficient of friction and fluid loss, NPs do provide improvements. Addition of
0.038 (0.2 g) wt%, and 0.019 wt% (0.1 g) of NPs reduces fluid loss and friction by 14% and 45%,
respectively. However, Fe-XG NPs increase the fluid loss value by 11%.

> Microscale analysis of the cake shows that NPs do interact with the salt and reduce the cake’s
permeability by forming compact structures.

> Fe-XG NPs increases the fluid loss values due to an increase in size and adsorption of polymer on
the salt surface, creating voids in the cake structure.

> This work also shows that magnetic recovery of NPs also provides further information regarding
the interaction of NPs with other additives in the drilling fluid system.

> This study shows that low concentration of NPs is sufficient to improve the properties of drilling
fluids. Also, NPs can reduce the fluid loss values and friction values of KCl-based fluids without
affecting the rheological parameters.
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