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Abstract

Petroleum industries generate huge volumes of wastewater that is associated with oil and gas during
extraction, known as produced water. It accounts for 98% of the amount extracted, and comprises
diverse pollutants of salts, suspended solids, dissolved organic solutes, and dispersed oils; that require
to be safely treated before being disposed to the environment, or reused for various beneficial
applications. Nowadays, graphene-based membranes have shown potential as a membrane material due
to their high performance and stability features. This research demonstrated the use of graphene oxide
membranes supported on polyethersulfone films (GO/PES) for high salinity water, simulated produced
water model (PWM), and PWM with simulated foulants treatment via the pervaporation separation
technology. The membranes showed the highest water flux of 47.8 L m2 h for NaCl solutions in
pervaporation testing operated at 60 °C, and salt and organic rejections of 99.9% and 56%, respectively.
In addition, the membranes were tested for long-term pervaporation for 72 hours and showed a decline
of 50-60% from the initial flux in the worst-case-scenario. Moreover, in-depth investigation of the Zn?*
crosslinker showed a hydrolysis reaction to Zn(OH),, with the progress of the long-term pervaporation,
in which much of it is being leached out. Consequently, since GO membranes are not stable in water,
it remains challenging to be utilized in the industry. A more stable GO membrane in aqueous phase
was proposed. The membrane’s stability was enhanced by divalent and trivalent metal cations of Zn?*
and Fe** crosslinkers, respectively, and partial reduction under vacuum. Two orders of fabrications
were investigated  of  either  crosslinking rGO  (method ) or reducing
M*—rGO (method Il). The prepared membranes were examined for their characterization and
performance. Fe3*-rGO prepared by method Il showed the best organic solute rejection of 69%.
Moreover, long-term pervaporation experiment was performed for 12 hours for Zn**~rGO membranes,

and revealed a drop in flux of 6% only, while Zn>*~GO membrane had a drop in flux of 24%.



Additionally, the stability of the membranes was tested via an abrasion method using a rotary wheel
abrader. The conducted experiments revealed that Fe**~rGO membranes had the maximum mechanical
integrity with an abrasion resistance of 95% compared to the initial control (hon-reduced and non-

crosslinked) GO/PES membrane.

Vi
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Chapter 1
Introduction

1.1 Background and Motivation

Nowadays, there is a huge continuous demand for oil and gas products, in order to meet the increasing
energy demand globally. Therefore, oil and gas industries are continuously exploring and expanding
the number of petroleum wells and their production around the world. During the extraction of the oil
and gas, produced water is generated in huge quantities from the petroleum fields, accounting for 98%
of the volume extracted. The produced water possesses a high concentration of salts, suspended solids,
organic solutes, and oily wastes that are harmful to the ecosystem when disposed directly to the
environment. Petroleum industries manage this water effluent by reinjecting it back to the oil formation
or purifying it for useful uses. In past years, studies carried out on produced water separation
technologies emphasized the need of efficient purifying methods that are cost effective since the current
technologies do not comply with the strict environmental regulations. As a result, petroleum processing
plants had shifted from the conventional separation methods to the membrane separation technologies
for higher separation performances. Nevertheless, there is still a need for a novel membrane in order to
increase the separation process efficiency, lower the operational energy demand and cost, and meet the
environmental legislations. The current membrane separation technologies have limited capabilities in
term of separation permeability, salt and organic rejections, and antifouling properties, and require high

operational cost, maintenance, and long shut down period for cleaning and regeneration.

In this research, a newly produced water membrane is proposed. The pervaporation technique is
suggested using graphene oxide/polyethersulfone (GO/PES). Graphene oxide membranes were chosen

due to their high flux and selectivity performances, fouling resistivity and lifetime. Furthermore, the



pervaporation technique has been used for salts/water and organic/water separations, like NaCl and
MgClI; salts solution; and organic solutions like ethanol, methanol, and acetone. However, it has not
been intensively investigated for produced water purification which contains mostly salts and organics;
because the pervaporation technique has not been significantly improved yet, although it is an old
separation method. Besides, the pervaporation could be significantly more economical substitute
separation method to the conventional azeotropic processes (water/organic, and organic/organic), and
conventional salt/water separation processes; and it utilizes less energy. Therefore, this project
illustrates the first feasibility study of produced water treatment using graphene-based membranes by

pervaporative separation technology.

In addition, graphene oxide membranes have inherited properties that limit its capabilities and
utilization, illustrated by the huge trade-off between its water permeation flux, molecular sieving, and
stability upon hydration. Graphene oxide membranes consist of ample number of oxygen-containing
functional groups that are distributed asymmetrically on the edges and on the basal plan. Upon
hydration of GO membranes, these negatively charged oxygen groups start to repel each other by
electrostatic repulsion forces leading to an increase in the interlayer d-spacing. This results in lowering

the separation efficiency, as well as GO swelling and disintegration in water.

Therefore, to address this concern, this project presents a treatment method aiming for increasing the
stability and rejection of GO membranes by the method of crosslinking and partially reducing the GO

nanosheets.



1.2 Research Objectives

This objective of the first research project is to improve oil field produced water treatment
membrane technology by studying the feasibility of purifying it using GO membranes

supported on polyethersulfone (GO/PES) via pervaporation separation technique.
The scope of the first project is as following:

e Study the changes occur to the synthesized GO/PES membranes characterization
before and after the pervaporation separation.

e Assess the membranes permeation and rejection performances for: saline water, single
organic solute component in water (phenol, cresol, naphthenic acid), produced water
model (mix of salt and organic solutes).

e Investigate the synthesized membranes performance stability over long period of time
using pure water, saline water, produced water, and oily foulants.

e Study the impact of long-term pervaporation testing on the degradation of Zn**-GO

crosslinker.

The second study of this project concentrated on improving the performance and stability of
GO/PES membranes using metal cation crosslinker, and physical reduction. Two metal cation
candidates of divalent Zn?* and trivalent Fe*" are utilized for the nanosheets crosslinking

treatments, as the following:

e First method: partially reduce GO/PES membranes for different period of time, then

crosslinking the rGO/PES in the crosslinker solution.



e Second method: crosslinking GO/PES membranes by different crosslinker solution

concentration, then partially reduce the M*™~GO under vacuum.

Further, different examination for the prepared M*— rGO membranes by the two methods were

performed to study the following aspects:

e Chemical and physical characterization.
e Pervaporation performance, using saline water, produced water model, and produced
water model with added foulants.

e Stability resistance testing utilizing controlled rotating wheel abrasion test.

The obtained results from this research will shed light on the promising graphene-based
membrane material for pervaporative separation as a more economical and environmental

technique.

1.3 Dissertation Outline

In this dissertation, Chapter 2 illustrates the background and literature review on produced
water, its amount and significance, constituents, and industrial managements. Further, it shows
the different separation technologies utilized for produced water purification including the
conventional techniques and membrane separation techniques. Additionally, the literature
focuses on different types of membrane separation technologies, module configuration,
membrane materials, and fabrication methods. Then, it focusses more details on graphene

oxide as a membrane material. In addition, the latest produced water separation by graphene



oxide membrane up-to-date progress is shown along with the challenges faced in membrane

separations, and treatment methods to improve it.

Chapter 3 shows the first study conducted that examined the feasibility of using graphene
oxide membranes for high salinity, produced water separation via pervaporation technology.
It illustrates the performances of GO/PES membranes examined and their salt, organic solutes,
and foulants rejections for short- and long-term pervaporation technique. Also, it highlights

the compositional change for the GO membranes after testing.

Chapter 4 portrays the second study conducted to improve the performance and stability of
GO/PES membranes in the pervaporation separation. The study discusses the partial reduction
treatment of GO and the incorporation of metal ion cations into the GO lamellar structure that
were utilized for highly saline water, produced water model, and produced water model with
foulants purification by pervaporation separation. Also, it highlighted the effect of membranes

treatment orders on their characterizations, performances, and stabilities.

Chapter 5 of this dissertation draws general conclusions of this project, stating the remarkable
findings in the research. It further provides future work and suggestions for moving forward

steps for interested researchers in this project.



Chapter 2

Literature Review

2.1 Produced Water Source and Amount

Petroleum industries produce significant volumes of wastewater resulted from the oil and gas extraction
and production in the petroleum fields. This wastewater that is associated with the oil and gas from the
hydrocarbon reservoir formation, is known as the produced water. The produced water is considered
the highest single wastewater stream generated in the petroleum fields, accounting for 80% of the total
wastewater amount [1]. Produced water chemical and physical properties and volume rely significantly
on the geographic location and depth of the reservoir, its geologic formation and structure, additive
chemical injections to the reservoir like biocides and corrosion inhibitors, and its age [2], [3]. In
addition, the water injections to the deep oil wells to maintain its pressure or raise the oil level up,
ultimately transform into part of the produced water [4]. Moreover, these properties can vary throughout
the life span of the reservoir itself, and no two reservoirs are alike in their properties; therefore, regional

specific studies are needed [5].

The content of water in oil varies depending on the nature of the petroleum well that is been extracted
from, and can range up to 98% of the total volume extracted in the nearly depleted reservoirs [1]. In a
recent report by the Produced Water Society in 2019, the total volume of produced water was estimated
to be around 300 MMB/D [6]. According to U.S. Department of Energy, the amount of produced water
is three times of the oil volume [7]. Additionally, the amount of produced water is projected to increase
to twelve times the oil volume due to the aging of oil reservoirs [1], [8]. The volumes of produced water
generated are successively growing as the market demand on petroleum products is continuously

increasing.



2.2 Produced Water Composition

Generally, produced water consists of complex compositions that include [2], [5], [9], [10]:

Dispersed oil - This is the most dangerous contaminant for the process; droplets of dispersed oil
of 2-30 microns.

Dissolved organic compounds - This includes organic acids, polycyclic aromatic hydrocarbons
(PAHSs) and other volatile compounds.

Treatment chemicals - This includes all chemicals that were added during petroleum extraction or
enhanced oil recovery (EOR) process such as: corrosion inhibitors, biocides and emulsion
breakers.

Produced solids - This includes all organic and inorganic scales, silts, carbonates, and solids from
well bore operations.

Bacteria - Anaerobic bacteria present in oil.

Light and heavy metals - Metals typically have lower toxicity compared to organic contaminations,
however these metals can form secondary products and precipitate during treatment processes.

Common dissolved metals include zinc, lead, manganese, iron, and barium.

2.3 Produced Water Management

Produced water treatment is carried out with the objective of meeting the environmental regulation for

discharge, or the quality standards for reusage in various applications. Produced water can be reused

for several alternatives such as the following:

Discharge to the environment after meeting the allowable limits of disposal legislation and
compliance so as to lower the ecosystem degradation [11].
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e Petroleum industries reuse the treated water for the rest of the processes in the operational plant;
or reinject it back to the oil well in order to maintain the pressure inside the petroleum reservoirs
or enhance the oil extraction. Reinjection of the produced water is predominantly used to lower
the cost of treatment for disposal requirement [12]. In China, produced water reusage in petroleum
industries has gained much consideration, since it reduces the burden of disposing it to the
environment, and lowers the demand on freshwater resources [13].

e In territories where the water is scarce, produced water can form a beneficial source for potable
water, livestock watering and agriculture irrigation [12], [14].

e As global attention is seeking towards greener sources of energy, there is a growing demand of
biofuels which are produced from water-intensive processes. Produced water was successfully

used for irrigating the biofuel corps to lower the demand on freshwater resources [15].

2.4 Produced Water Separation Technologies

Several separation technologies have been developed for produced water treatment sine it consists of
complex mixture of impurities with various concentrations. The processes of separation involve
different techniques and equipment. Mostly, conventional technologies which are either mechanical
(physical) or chemical are utilized [4], [7], [16]. In general, produced water treatment of the onshore
fields is relatively easier than the offshore fields, because of the lack of sufficient space or weight

constraints of the offshore platform.

2.4.1 Floatation and Settling by Separators

Separators divide extracts into singular streams to make further treatment and management easier.

These processes take advantage of gravity and differences in buoyancy using either horizontal or



vertical separators depending on the contents to be separated. The use of the separators was the option
before the membrane separation technology was developed, yet it has still been used till today.

Separators can be utilized at ambient temperature or with the supply of heat [17], [18].

Some separators are two-phase involving oil and water while others are three-phase for gas, oil, and
water separation. With the presence of water, the first stage of separation is conventionally three-phase;

with the subsequent stages being either two-phase or three-phase.

In gravity separation, the well stream is fed to a horizontal separation vessel, in which the liquid feed
mixture will be retained inside the vessel for a certain period of time to allow the gas to fizz out, and
the water and gas settle separately. The oil will flow out along the middle part of the vessel, and the
water will settle below it and flow out from the bottom outlet. This technique requires several post-
treatment stages and pressure reduction often takes place at different stages to enhance control over

separation of volatile components [17].

2.4.2 Filtration Treatment

Filtration technique is one of the relatively easier methods to treat produced water by the mean of a
porous media that allow the penetration of the water only and excluding the contaminants. Different
porous filtration beds are used such as sand, grains, gravels, walnut shell, and stones. Industries widely
use sand filters to remove metals from formation water [19], [20]. This method is a multistage and
works along with pre-purification phases like pH adjustment, aeration, and solid separation, with 90%
treatment efficiency [2], [21]. However, the downside of this technique is that it is considered a costly
method, takes long time to settle, does not separate salts in water, contaminants build-up often clogs

the system which requires further chemical and mechanical cleaning [20], [22].



2.4.3 Adsorption Treatment

Adsorption technique uses more economical adsorbent media for treating produced water in a packed
bed vessel that include activated carbon, organoclays, copolymers, activated aluminum and zeolite [23].
The adsorbents used can retain different pollutants like heavy metals, organic and inorganic
compounds. Industries generally use activated carbon due to its relatively cheaper price, high surface
area, and high adsorption rate and reactivity [24]. This method is utilized as a post-treatment step in a
multi-stage separation technique since the adsorbent materials can not handle the overload of
contaminants. Moreover, this method requires frequent regeneration after few batches to backwash the
system and regain its performance. Also, adsorbents suffer from short life span of the active filtration

element, as well as the high cost of installation [17], [25].

2.4.4 Chemical Oxidation Treatment

This treatment technique is commonly utilized for purifying produced water from organic and inorganic
compounds as well as color and odour removal. Industries widely use oxygen, ozone, peroxide, and
permanganate as treatment oxidants. It depends on the activity of oxidation and reduction reactions that
occurs in produced water, and separation is achieved by mixing it with the oxidants for a specific
contact time to break down the pollutants [26], [27]. In addition, this technique requires an extensive
post-treatment stage in order to remove the oxidized constituents. Also, it has a high energy
consumption rate (around 18% of the total operational and maintenance rate), as well as a high cost of

the chemical oxidants.

2.4.5 Hydrocyclones Technique

Hydrocyclone separators are one of the efficient physical separation techniques used for removing solid

particles that is commonly used in offshore petroleum fields, since it occupies smaller space than other
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separation equipment. This technique depends on the difference in density of the suspended solid
particulates in the feed stream. Hydrocyclone units have a cylindrical top with a reduced area towards
the base in a conical shape as shown in Figure 2-1. Produced water is fed to the top of the equipment
and the purified water is collected at the overhead outlet, while the solid particulates settle at the lower
chamber and drain out. This method requires a post-treatment in multi-stage separation unit in order to
remove the dissolved organics from the produced water. While this technique has a long life span, and
does not involve an extensive maintenance or cleaning, the main disadvantage is that it generates a

large volume of concentrated solid waste slurry [28], [29].

Clean
Water
Outlet
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Underflow Chamber

Drain Valye
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Figure 2-1: Hydrocyclone separation equipment (adopted from [4]).

2.4.6 Gas Flotation Separation

The gas flotation method utilizes air, nitrogen, or other inert gas fine bubbles that are injected through
the produced water in a vessel in opposite flow directions of each other. Industries uses this technique

commonly in order to remove solid suspended particles and oil droplets that are difficult to be removed
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by gravity sedimentation. Solids and oil contaminants are attached to the air bubbles as it rises up in
the vessel towards the top surface of the water. It eventually creates a foam which can be skimmed off

as froth [26], [30].

2.4.7 Membrane Separations

Membrane separation technologies are one of the efficient techniques for produced water treatment that
draw attention in the last decade. It depends on utilizing microscopic filters to selectively separate salts
and solutes from solutions using specific pore ratings [31]. Membrane technologies have started
replacing azeotic distillation processes. Industries continuously upgrade or modify their membrane
technologies for more advanced performance. Major technologies and methods include microfiltration
(MPF), ultrafiltration (UF), nanofiltration (NF) and reverse osmosis (RO), which will be discussed in

more details in the next section.

Furthermore, produced water treatment technologies are used in different combinations, and there is no
single technique that can be employed to acquire the desired effluent properties [32]. Currently, two or
more stages of treatment techniques are implemented in series. The choice of the precise technigques
between the available alternatives is based on assessing the amount of produced water, solutes
constituents and concentrations, available space, environmental legislation, and the ultimate reusage

target of the produced water.
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2.5 Membrane Separation Technology

2.5.1 Positive and Negative Aspects of Membrane Technology

Membrane separation technology has many advantages over conventional techniques that include
occupation of small space, relatively easier operation which is also less time consuming, little or no use
of chemical, easier to automate, relatively less costly than other conventional techniques, low
maintenance requirements, and low consumption of energy during continuous operation [16], [31],

[33], [34].

However, membrane separation has some disadvantages. The process is likely to face solutes deposition
on the membrane surface which eventually leads to pore plugging and reduce the membrane’s
permeability and its overall functionality. There are two classifications of fouling formation on the
membrane: hydraulically reversible and irreversible. In the hydraulic reversible type, foulants are
attached to the membrane loosely and they could be easily detached through applying backwashing.
Whereas, in irreversible type, foulants could only be detached by chemical treatment as they are tightly
attached to the membrane. However, both types of fouling leads to an increase in operational cost, yet
the irreversible type reduces the life span of the membrane on the long run due to its effect on the
membranes’ active sites [35], [36]. Additionally, in some membrane separation techniques which
require high pressure supply by the use of pumps like reverse osmosis (RO), forward osmosis (FO),
and nanofiltration (NF), it might require high energy consumption and operational cost which limit

their applications [37].
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2.5.2 Types of Membrane Technologies

2.5.2.1 Microfiltration (MF), Ultrafiltration (UF), and Nanofiltration (NF)

These types of filtration treatment are pressure-driven membrane processes (PDMP) which work

simply by passing a stream through filtration membranes unit. They depend primarily on separating

suspended colloidal particles by size exclusion, permitting smaller particulates permeate through

membrane pores while retaining bigger ones [38]. Table 2-1 below illustrates the major differences

between these membranes in terms of their separation mechanism, typical fabrication materials, and

purpose of usage [2], [32], [39].

Table 2-1: Differences between filtration process membranes.

) . Typical
Process Separation mechanism ) Purpose
material
Microfiltration Macropores sieving e Polymeric Separate large solids and
(MF) pore size: 0.1-10 mm e Inorganic organics.
Ultrafiltration Mesopores sieving e Polymeric Separate large, dissolved solutes
(UF) Pore size: 2-100 nm e Inorganic and solids.
) ) Micropores sieving ) )
Nanofiltration ) ) Separate multivalent ions and
Pore size: <2 nm e Polymeric

(NF)

Charge rejection

charged molecules.

While MF and UF require less energy demand and can be operated around 1-2 bars, their effluents

require post-treatment stages mainly with reverse osmosis (RO) or NF, in order to separate the salts

and total dissolved solids (TDS). In addition, NF has lower operational cost in which industries use it

for high TDS concentrations (35,000 ppm) like sea water, at a moderate operating pressure of around

8 bar. However, the drawback of NF is that it cannot remove dispersed oil in produced water treatment

[4], [40].




2.5.2.2 Reverse Osmosis (RO)

Osmosis is a natural process in which a solvent (water) tends to move from a region of low to high
solute concentration through a semi-permeable membrane to attain chemical potential equilibrium.
Therefore, RO separation mechanism takes an advantage of this phenomena by forcing a solvent from
a region of high to low solute concentration by exerting a pressure to overcome the natural osmotic

pressure [41].

RO is highly efficient and effective as it operates through the least nominal pore sizes. The method is
capable of achieving faster rate of separating divalent ions such as magnesium, calcium, iron, arsenic,

and sulphate from water, as well as monovalent ions such as chloride and sodium [42].

However, RO is very sensitive for organic solutes in water. Also, it requires high operation pressure
which largely limits its membrane’s productivity due to the energy needed to provide the necessary
pressure. In this technology, different types of membrane materials are used for produced water

purification such as: polyethersulfone, polyamide, zeolite, and polyvinylidene fluoride (PVDF).

2.5.2.3 Forward Osmosis (FO)

This technology uses salt concentration gradient as a driving osmaotic pressure through membrane. The
process does not necessarily need the application of an external pressure, as water naturally move from
a region of low solute concentration through the membrane to the draw solution (high concentration
region), an advantage that makes them more energy-efficient than RO membranes. Low concentrated
solution solvent diffuses through membrane to a highly concentrated draw solution by its natural
osmotic pressure rejecting all dissolved and suspended particles. The high concentrated draw solution
is initially prepared with a known concentration to create the initial osmotic pressure using special salts

like NH4HCO3@q), (NH2)2CO3(q), and NH4COONHzg With concentration of around 10 M. These
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special salts are easily removed and recovered from obtained fresh water by simple methods like heating
or another step of membrane separation [41], [43]. Figure 2-2 demonstrates FO process coupled with
brine reconcentration system. Forward osmosis membranes are commercial membranes. Most
commonly used are cellulose triacetate and polyamides with different packaging configuration modules

like spiral wound, tubular as will be discussed later.

Purified .
Water ™

Figure 2-2: Forword osmosis process coupled with brine reconcentration

unit (reproduced from [43]).

2.5.2.4 Membrane Distillation (MD)

Membrane distillation is a thermally driven separation technique to induce vapor pressure difference
across the two sides of a hydrophobic microporous membrane. It was widely studied for water
desalination treatment [44]—[46]. It is considered one of the economical techniques for water treatment
from organic and heavy metals since it uses low operating temperatures. Moreover, solar energy can
be used as an alternative source for heating purposes in this technique [47]. Moreover, microfiltration
membranes are used in MD and therefore, it is less prone to fouling issues [44], [48]. Figure 2-3 shows
the basic mechanism [49], [50]. In membrane distillation, the feed solution enters the membrane module

at high temperature across the membrane surface, and the permeate is collected at colder temperature
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in a counter-current flow on the other side of the membrane. The water evaporation occurs at the
membrane surface and the vapor permeate through the membrane due to the pressure difference that is

induced because of temperature difference between the feed and permeate streams.
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Figure 2-3: Membrane distillation module outline (reproduced from [49], [50]).

2.5.2.5 Pervaporation (PV)

Liquid mixture stream is fed to the membrane module and the recovery of the permeate takes place in
the form of vapor at the downstream side of the membrane in which it is liquified by cooling using a
condenser. The pervaporation process is driven by vacuum using pumps. The pervaporation is ideal for
separating liquids with different volatilities, i.e., different partial pressure of components, unlike
distillation which depends on differences in boiling point of the components in the mixture [41], [51],

[52].

In pervaporation treatment, achieving separation is controlled by factors like membranes’ chemical
nature and physical structure, solutions’ physiochemical features, and interactions between the

permeant and membrane [41], [51]. There are three important factors to be highlighted in pervaporation
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membranes which are: permeability, selectivity, and stability, and there is a huge trade-off between

them.

2.5.3 Membrane Module Configuration

Membranes can be manufactured in different configurations to accommodate high fluid flow through
their modules. A modules’ requirement is to have easy installation, maintenance, and replacement. The
size of a module is engineered with several parameters taken into consideration like required capacity,
probability of defects occurrence, physical handling, and transportation of a unit [38]. There are two

main membrane configurations as described below.

2.5.3.1 Spiral Wound:

This membrane configuration is easier to fabricate compared to capillary tubes. Also, it provides an
easy replacement of membranes in the unit. Spiral wound configuration provides multi stages for fluid
to pass through. Figure 2-4 shows a schematic diagram of a spiral wound membrane [53]. It consists of
flat sheet membranes enveloped around a hollow cylinder. Feed fluid travels across the membrane
length tangentially and through it towards the hollow cylinder where the permeate is collected [38],

[54].
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Figure 2-4: Spiral wound membrane configuration (reproduced from [53]).

2.5.3.2 Capillary

It is also known as hollow fibers configuration. This configuration has its difficulties in manufacturing
but has its advantage of high packing density due to its small strand diameter. Membranes are
manufactured in cylindrical tubes all packed in a shell. In this configuration, feed fluid travels across

individual membranes along its length, and permeate is collected at the other side of the shell [38], [55].

2.5.4 Membranes Materials

Membrane material has a significant importance for the pervaporation separation compared to other
membrane treatment techniques. In some separation methods, membranes are exposed to extreme
aggressive feed streams with high temperatures, severe pH values, oxidizing chemicals, and erosive
materials [41]. Membranes can be categorized depending on their structure type and general
morphology. Two major categories of membranes are symmetric and asymmetric. Different categories
of symmetric membranes are microscopic, non-porous, dense, isotropic, and sometimes electrically

charged membranes.
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On the other hand, there are two categories of asymmetric membranes, anisotropic (thin-film compound
anisotropic) and liquid supported membranes [39]. Membrane classification can also be based on the

nature of the material such as ceramic, inorganic, or composite membranes.

2.5.4.1 Polymeric Membranes

Common produced water polymeric membranes are made from polyacrylonitrile (PAN) and
polyvinylidene difluoride (PVDF). These membranes are relatively cheaper. They can separate solid

particles and emulsions efficiently than ceramic membranes [39].

Major disadvantages of polymeric membranes include the fact that they have low capacity to separate
volatile and low molecular weight compounds. They also have fouling challenges resulting from oil or
sulfides, which require regular cleaning. These membranes can also hardly operate at very high

temperatures [31], [56].

2.5.4.2 Inorganic Membranes

Despite the fact that organic membranes form the largest majority of membranes used in industry,
inorganic membranes are increasingly utilized as a membrane material for separations. Inorganic
membranes are thermally and chemically stable compared to polymeric membranes [41]. There are
four types of inorganic membranes commonly used which are ceramic, metallic, glass, and zeolitic.
Additionally, only ceramic membranes have achieved the commercial scale between other inorganic

membranes.

2.5.4.3 Metallic Membranes

Metallic membranes are manufactured using metallic powder such as tungsten, stainless steel, or

molybdenum. For highly corrosive solutions separation applications, stainless steel is utilized as the
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basic material. However, this type of membrane material has limited usage due to its high cost of

fabrication for commercial large-scale applications [41], [57].

2.5.4.4 Ceramic Membranes

Ceramic membranes are prepared by using a combination of aluminum, silicon, zirconium, or titanium
with non-metals such as carbides, oxides, or nitrides. Common materials for ceramic membranes
include aluminum oxide and zirconium oxide. Ceramic membranes are in the form of tubular modules
along which the feed flows. The membrane has porous support layers with decreasing pore radius and

an active layer that forms the active sites for separation [56], [58].

Ceramic membrane can effectively separate organic matter, oil, and other metal oxides. They cannot,
however, separate dissolved ions and organic materials. Industries can utilize pre-treatment and

purification mechanisms such as cartridge filtration.

These membranes have the advantages of higher flux as they are highly porous with more hydrophilic
surfaces, good pore distribution, improved performance recovery because of their chemical and thermal
resistance compared to other organic membranes [59]. In addition, although membrane fouling is one
of the major challenges when using membranes for water treatment, the high thermal and chemical
stability associated with ceramic membranes makes cleaning relatively possible and easier than in the

case of polymeric membranes [60].

However, ceramic membranes have significant disadvantages that include leakage and sealing
problems after installation since ceramic materials expand easily. Besides, the material is relatively
brittle; hence, it needs careful handling [60]. They also require higher operational costs than polymeric

membranes due to energy needed to push permeates through their thick membranes [31].
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2.5.4.5 Zeolite and Composite Membranes

These membranes are applicable with reverse osmosis to separate ions from aqueous solutions. Zeolite
or ceramic membranes are applicable with MF techniques to separate water from oil-water emulsions
[58]. Zeolite membranes are stable against oil fouling, with considerable manageable caustic solutions.
They also have higher oil rejection and flux efficiency above 99% for water solutions with 100 ppm of

oil content.

2.5.4.6 Carbon Membranes

Graphite molecular sieves are used to synthesize membranes for nanofiltrations with a pore diameter
size of 1 — 4 nm. These membranes are generally utilized for gas treatments. Despite its outstanding
separation properties, it has a downside of fabrication complexities in producing a defect-free
membranes for commercial large-scale applications [41]. Carbon membranes include carbon

nanotubes, and graphene-based membranes will be discussed in the next section.

2.5.5 Graphene Oxide (GO) Membranes

Graphene Oxide and its derivative has drawn much attention, and intensive number of research have
been done to develop it for different applications. It is currently an exciting membrane material for
water treatment due to its ultra-two-dimensional structure as well as its multi-functional outer
membrane chemistry which provide it with high mass transfer and molecular sieving features [61]-
[63]. Basically, GO is a flat hexagonal atomic thick layer structured lattice of sp? hybridized carbon.
There has been a debate on the GO structure for decades often focusing on the distribution of function
chemical groups on the membrane’s basal plane. Lerf-Klinowski proposed a generic model which is

been widely accepted in the recent past as shown in Figure 2-5.
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Figure 2-5: Left-Klinowski GO model [64].

The surface possesses a large amount of oxygen containing functional groups like carboxylic acid,
hydroxyl, and epoxy that are distributed asymmetrically, allowing large amounts of oxygen on the basal
plane and the edges of the membrane, conventionally gives a two to three C/O ratio [65], or in some

reports two to four [66].

The high concentration of functional groups on the basal plane of GO membrane surface creates
nanoscale wrinkles which lead to vacancy assembly defects and amorphous areas when they are
stacked. Surface features as such give water molecules access points of selective entry into the GO
membranes. Figure 2-6 shows an electron micrograph cross section image of a GO membrane

illustrating wrinkles in the structure [67].
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Figure 2-6: Electron micrograph cross section image of a GO membrane showing wrinkles

formed in the structure (reproduced from [67]).
Figure 2-7 demonstrates the selective movement of permeants travel across a GO membrane through
the interlayer, inter-edge spaces, wrinkles, as well as pores, using atomistic simulations of water
flowing through interlayer gallery and pores of GO sheets. Interlamellar spaces are of interest in

membrane separation since water separation is effectively happening through it [68].

Interlayer space

Figure 2-7: GO membrane lamellar stacking and water entrance

routes (Reproduced from [67]).

The performance of the pervaporation using GO membranes is thought to be dependent on several

factors which are: the supporting substrate material, morphology, and porosity; GO thickness layer and
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spacing between interlayer sheets; and functional groups of GO in the membrane. A study investigated
the effect of GO membrane thickness on its performance and concluded that membranes with a thinner
thickness have higher flux. Reducing membrane thickness results in a decreased pathway for water to
go through (tortuosity), and thus increasing flux [69]. Another study showed that when thickness of

GO layer is less than optimal, support layer surface was not covered thoroughly [70].

GO membranes were first introduced by Nair et al. [71] in 2012 for filtration application. It illustrated
fast permeation flux through the membrane and retention of organic liquids of ethanol, propanol,
hexane, acetone, and decane, and gas molecules of Hz, N2, Ar and He. Moreover, water permeation flux
through GO membranes is 1-2 order of magnitude greater in pervaporation, because of the huge

capillary pressure generated by evaporation in the interlayer of GO nanosheets[72], [73].

2.5.5.1 Mechanism of Water Transport in GO Membranes by Pervaporation

Water permeation through GO lamellar membranes is still not well defined particularly in
pervaporation, which involve selective phase change for molecules from liquid to vapor at the
membrane surface. Consequently, it is not clear where the liquid phase turns to vapor in GO membrane
nanochannels. There are two models been proposed in the literature without confirming their

certainties, solution-diffusion model, pore-flow model.

In solution-diffusion model (also known as adsorption-diffusion model), preferential adsorption and
diffusion of the water molecules continuously taking place through the dense layer of the membrane

[74], [75]. There are three key steps of water permeation in this model as shown in Figure 2-8:

o Selective adsorption of liquid mixture at the surface of the membrane.

¢ Diffusion of the adsorbed molecules through the membrane driven by pressure difference.
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o Desorption of the permeated molecules at the downstream side of the membrane as water

vapor.

High-pressure Membrane Low-pressure
solution A solution

Chemical potential y; _\

Pressure p

Solvent activity 7, ¢;

\—-:

Figure 2-8: Solution-diffusion model (reproduced from [74]).

The first two steps are the rate determining steps of the water transport in this model, while the rate of
third step of desorption strongly depends on the rate of the first step of adsorption, and it is directly

proportional to it [76].

Generally, the solution-diffusion model is used to explain the liquid transport mechanism throughout
the membrane. However, this model does not explain the fast and high water flux through the long
tortuous and low friction graphitic domains. Therefore, a new study has proposed a new model to
explain the pervaporative water transport mechanism through the multilayer GO membranes by a pore-

flow model based on membrane distillation simulations [72].

In pore-flow model, the water form 1 — 3 layers of bulk flow through the interlayer space of the GO
bulk. Unlike the solution-diffusion model that depends on the concentration gradient, the driving force
of the pervaporation separation is much higher and caused by the large pressure difference between the

two phases of vapor and liquid water. First, water molecules enter through the surface pores due to the

26



hydrophilicity of GO, in which they flow afterwards through the pathways by the capillary pressure

caused by the water meniscus inside the nanochannels.

Water molecules flow in the entire nanochannels of the dense membrane as a liquid phase, and
eventually evaporates at the end of the pore, rather than inside the nanochannel; since the pressure at
the vapor permeate side is less than the feed side, hence the nanochannel is filled with liquid water as

shown in Figure 2-9 [72].

Evaporating meniscus

Water flow =————

Figure 2-9: Pore-flow model (reproduced from [72]).

Additionally, because of the hydrogen bond interactions between water molecules and hydroxyl groups
on GO surface, the evaporation energy requirement from the membrane is similar to the evaporation

energy needed from bulk water.

2.6 Produced Water Separation Progress To-Date in Membrane Separation

Saline wastewater purification has been intensively studied for salt and dye removal by graphene-base
membrane, however, very limited studies have been done for produced water treatment. In addition,
performances of graphene-based membranes to-date are still under the theoretical limit. Additionally,

produced water purification has not broadly been investigated by the pervaporation technique.
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Table 2-2 describes the highest performance GO membranes to date in terms of permeate flux and

removal efficiencies, used for different produced water membrane separation techniques.

Table 2-2: Highest performance produced water separation GO membrane till now.

Membrane Membrane type/ Removal Produced water Flux
technology material efficiency (%) content (L him™2)
o _ GO/ Al;0z3 on
Microfiltration ) _ _
(MF) commercial Oil: 98.7% Qil: 1000mg L | 667
ceramic base [77]
Salt: 60%-95%
amine-GO/PSF [78] 49.30
Organic: 47%
Salt/water:
) ) GO/B- Salt: 74%-89% | Salt: 1000 ppm 107
Nanofiltration | cyclodextrin/PSF
HE 0 HE H .
(NF) [79] Oil: 100% Oil: 1000 ppm Oil/water:
103.5
GO/PES & TiO2 Salt: 81%
nanoribbons/PES Salt: 10,220 ppm | 85
. aq
[80] Oil: 88%
Air gap
membrane
o G/PVDF [81] Salt: 99.99% 20.5
distillation
(AGMD)

GO modified Al,O3; deposited on commercial ceramic membranes were utilized in a microfiltration

crossflow membrane separation model [77]. The modification portrayed 27.8% higher permeation flux

of 667 L hm2 using a pressure of 0.1 MPa. It also showed an improved oil rejection of 98.7%.
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Nevertheless, no examination was done for salt rejection as microfiltration is not ideal for salt rejection
[32], [39]. In addition, air gap membrane distillation technique (AGMD) was used for produced water
treatment using a composite flat-film membrane of graphene/polyvinylidene difluoride (G/PVDF). The
phase inverted membrane was used to purify the effluent of coal seam gas produced water brine after
treatment with RO. The AGMD module resulted in high salt rejection of 99.99% of flux of 20.5 L m
h, yet it was not ideal for organic solutes purification. This process was used as a post-treatment for

RO system, and therefore, it is a multi-stage system which demands higher energy consumption.

Additionally, in a current research, shale gas produced water was purified using a modified polysulfone
(PSF) nanofiltration technique by amine-GO deposited on the PSF substrate [78]. The membrane that
was prepared by interfacial polymerization illustrated salt rejections of 60% to 95 %, and organic solute
rejection of 47%; under a pressure of 0.1 MPa to 0.5 MPa. Moreover, GO/B-cyclodextrin deposited on
porous PSF base membrane was also used for high pressure-driven nanofiltration technique [79], with
applied pressure of 0.6 MPa. The best optimized membrane was used for oil in water nanofiltration
separation and had a permeation flux and organic solute rejection of 103.5 L m? h?, and 100%
respectively. Additionally, despite the high organic solutes’ rejection, the membrane had only 89% and
74% of salt rejection for monovalent and divalent salts in the low concentrated saline solution,

respectively; with a permeation flux of 107 L m2 h.

Furthermore, in a current similar study to our examined membrane, a phase inverted GO/PES and TiO>
nanoribbons/PES was tested for a real produced water from a petroleum industry [80]. The membrane
was examined at a pressure of 0.3 MPa in nanofiltration module. Their best optimal membrane showed
a very low salt rejection of maximum of 81% only for a low concentration of chloride ion solution
of 10,220 ppm. Also, it showed a good oil rejection of 88% with a permeation flux performance

of 85 L m2h.
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2.7 Challenges of GO Membranes Using Pervaporation

2.7.1 Swelling and Deformation

Stability of GO lamellar structured membranes is the most significant issue faced during the membrane
separation since GO sheets swell upon hydration in water. GO has an ample amount of oxygen
containing groups that are distributed between its nanosheets. These oxygen containing groups become
more negatively charged when hydrated and therefore the nanosheets repel each other by electrostatic
forces. Hence, the interlayer d-spacing in the GO lamellar structure increases causing it to swell, which
consequently, affects its integrity and selectivity performance [82]-[85]. Moreover, during the
pervaporation test, the interaction forces between water molecules with hydrogen bonds and n-n

interactions of GO sheets results in decreasing the permeate flux performance [70].

2.7.2 GO Fouling and Concentration Polarization.

Different materials have different tendencies for fouling aggravation based on factors such as:
hydrophobicity, surface morphology, and pore size. Moreover, pressure driven separation techniques
are more prone for fouling formation. Membranes with high antifouling properties are important for
maintaining a steady separation performance [86], [87]. In a study examining fouling resistivity of
different polymeric membranes used for wastewater ultrafiltration from extracellular polymeric
substances (EPS), which are high molecular weight natural polymers that secrete microorganisms [58].
Based on the membranes tested, the study concluded that polyacrylonitrile (PAN) has the highest

fouling residence, followed by polyvinylidene fluoride (PVDF), then polyethersulfone (PES).

In another study experimenting membrane fouling by measuring adsorption capacity, the study revealed
that GO membranes have an increased affinity towards organic foulants four to five times higher than

polymeric membranes [84]. However, this did not aggravate the fouling problem because adsorption
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of organic foulants happens primarily on the basal plane of the GO sheets; and therefore, GO is found
to be a promising anti-fouling material for produced water treatment. Additionally, in a study by [88],
it is highlighted that GO is providing more negative charges to the surface of the membrane facing
water; these negatively charges provide electrostatic repulsive forces towards the microorganisms.
Further, the study proved that with the increase of GO content in GO/PSF matrix, the thickness of the

microorganism formed at the membrane surface decreased.

Generally, there are very few studies done on fouling related to produced water separation. Such studies
are important in determining cleaning applications [89]. Reports show that chemical cleaning is still
necessary by a backwash with acidic surfactants, and it is required after several days of operation in
order to sustain its performance [60], [90]. In a study by [89], acid solutions of nitric acid (1.0 wt%),
and NaOH (0.2 wt%) were used for chemical cleaning; yet it was ineffective and resulted in no recovery
of the flux. Further, the study showed no effect of varying the operational conditions on fouling
mechanism. Furthermore, inorganic membranes were also tested for MF, but they exhibited low

efficiencies than ceramic based MF membranes.

Also, there is no direct relation between temperature and fouling occurrence, but as a general rule,

fouling resistivity increases as temperature increases due to the increase of solute solubility.

Furthermore, as the membrane separation progresses, the concentration of the solute in the bulk of the
feed mixture is increasing, because more of the solvent is drawn to the permeate side. The retained
solute concentration gradually increases and accumulates near the membrane surface. This build- up of
the solutes can be reduced by different approaches of optimizing the membrane module design, feed

flow rate, and operating temperature [38].
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2.8 GO Membranes Fabrication:

There are several methods for making GO-incorporated membranes that have been proposed in the

literature. The following are the typical techniques for preparing GO membranes:

2.8.1 GO Coatings

Coating of GO or GO-composite dispersion on a porous support was applied by some techniques, like
spray coating, spin coating, or doctor blade casting on a wide sheet of polymeric substrate or inorganic
substrates. The role of GO is to provide a selective layer, as well as a protecting layer to the membrane
from contacting objects in the liquid feed, and therefore reducing foulants and bacterial impacts [62],

[68].

A post treatment of phase inversion in air or liquid might follow this step, in order to create the required
pores in the membrane. In phase inversion, when the casted film is submerged in the solvent, migration
of the solvent out and non-solvent in is occurring between the two phases. Optimization for the GO
content, time of inversion, miscibility of non-solvent with the solvent, a scheme of tertiary solvent and
additives.

According to [88], the increase of GO content in polymeric solutions increases its viscosity; and
therefore, during phase inversion, there is a possibility for a delay of the creep relaxation of the
membrane which is responsible for relieving the stresses. Consequently, smaller pores are created. This

indicates that GO content should be optimized for achieving higher water fluxes.

2.8.2 Mix Matrix Membrane (MMM)

GO can be incorporated to polymeric membranes to form a GO/polymer mixed matrix membrane
(MMM). GO functions as an additive to provide the desired characteristics to the membrane matrix,
like adjusting hydrophilicity, increasing permeability and selectivity, antifouling resistivity, and

mechanical integrity [68], [91]. In research conducted by [88], a small amount of GO (around 1 wt%)
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was added to the polysulfone (PSF) polymer and was used for water treatment using a membrane
bioreactor (MBR). It resulted in a dramatic increase of the antifouling property of the membrane
according to surface zeta potential measurements conducted to analyze the mobility of particles
inducing membrane’s surface charge. In another study by [92], GO/polyvinyl difluoride (PVDF)
composite membrane was fabricated and used for microfiltration. According to this study, mixing GO
in the P\VDF polymeric membrane didn’t only increase the antifouling properties, but also increased its

mechanical strength based on tensile strength measurements that amplified the strength around 55%.

2.8.3 Pressure Assisted Filtration

Deposition of GO sheets to create a lamellar arrangement carried out by a pressure assisted (or vacuum)
filtration on a porous substrate. Permeation in this structure occurs in the interlayer pathways of the
nanochannels between GO sheets. Recently, many researchers are focusing on developing GO surface
properties and tuning the interlayer nanochannels between GO sheets. Pressure assisted filtration
deposition yields highly ordered lamellar stacked structure, while vacuum assisted filtration deposition
results in less ordered structure because the initial vacuum drain the GO dispersed solution of directly
very easily. Therefore, a highly dense and aligned stack of GO is formed at the bottom side that slows
down the drainage of the top side. Nevertheless, GO membranes that are prepared by pressure assisted
deposition technique are unstable in water, due to the increase of the interlayer spaces upon hydration
[93], [94]. Figure 2-10 illustrates the difference between the pressure and vacuum assisted filtration

deposition [70], [95].
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Figure 2-10: Pressure- (or vacuum-) assisted deposition (reproduced from [95]).

2.8.4 Langmuir-Blodgett (LB) Deposition

The Langmuir-Blodgett (LB) method has been significantly developed in the past recent years since it
is capable of fabricating large sheets of ultrathin 2D materials [96]. This technique generally works by
immersing a substrate in water environment; GO suspension is dissolved in a volatile organic solvent
like 1,2-dichloroethane (DCE) and deposited at the water surface where the volatile solvent evaporates
and GO sheets spread along the surface forming a monolayer thin film at the interface above the
substrate. Deposition of GO suspension is done slowly by a syringe pump in order to allow the solvent
to evaporate and prevent coagulation of GO sheets. An optimum amount of GO depending on size of
trough used, is deposited so as to ensure the surface of air-water is covered with a thin layer of GO.
Afterwards, a usual step is followed to compress the GO nanosheets at the interface together by moving
barriers to ensure the interface is completely covered and free of gaps that might eventually form a
defect. Subsequently, the water medium is drawn out slowly by reversing the syringe pump or using
vacuum and the floating GO flakes are eventually packed on the surface of the substrate. Figure 2-11

illustrates the scheme of the setup and deposition technique.
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Generally, an ideal GO membrane would be constructed from a single layer of GO sheet containing
desirable defect sizes and rich in oxygen containing groups to allow preferred selectivity, and highly
porous to achieve high permeability. Currently, due to a lack of a consistent reliable way of producing
single layer GO membranes, and tuning nanochannels in between sheets make it challenging for

commercial large-scale industries.

2.9 GO Membranes Stability Enhancement

The stability and structural integrity of GO in aqueous solutions is crucial in water treatment by GO
membrane separation techniques. Several efforts were introduced to improve the GO membranes
stability such as creating strong attraction forces between the nanosheets like crosslinking and reduce

the repulsive forces by GO reduction.

2.9.1 GO crosslinking

GO nanosheets crosslinking is achieved by utilizing crosslinkers to hold the adjacent GO nanosheets
together and inhibiting the interlamellar d-spacing increase upon hydration. Different crosslinkers are
employed like: organic molecules [97], low molecular weight molecules [98], short polymer chains

[99], and ions [100], by covalent and non-covalent bonding. In addition, crosslinking treatment is also
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used to adjust and control the lamellar distance of the GO membrane structure so as to attain a certain

molecular sieving specification [101], [102].

Moreover, in a study conducted using K* as a crosslinker, metal cation crosslinkers had shown a better
control of the interlayer d-spacing than organic molecules and polymeric crosslinkers, and they can
reject other ions that have larger hydrated size [100]. The study also revealed a surprising finding that
crosslinked K-GO membrane was rejecting K* ions itself when tested for filtration of KCI solution,
due to the lower d-spacing attained after crosslinking [100]. Additionally, utilizing a polymer
crosslinker of high molecular weight might lead to create a disturbance to the GO structure.
Nevertheless, the presence of competing ions to the crosslinker in the solution that have stronger
cation—r interactions with GO, can cause the crosslinker to leach out of the structure, which eventually

affect the membranes’ stability and selectivity [103].

Additionally, different metal cations result in different interlayer spacing. Two trivalent metal cations,
A" and Fe3*, were incorporated in GO and the resulted membrane was compared for their interlamellar
distance [104]. Fe—-GO membranes portrayed larger interlayer d-spacing than AI-GO, because Fe** can
form 6 coordination bonding with the hydroxyl groups in GO, while AI** can form 4 and 6 bonding.

Consequently, there are more attraction forces that hold and compress the GO layers together.

Metal cation-GO (M*-GO) crosslinking can be created unintentionally like through GO synthesis
during Mn,O3 processing which releases Mn?* ions; or through GO filtration by Al,Os disc that releases
AlI**[85]. M* ions are inserted into the GO lattice at the sites of the oxide groups and aromatic rings

[100], as shown in Figure 2-12 (modified from [105]).
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Figure 2-12: Metal cation—-GO crosslinked structure (modified from [105]).
Generally, metal-GO crosslinking can be synthesized in three methods depending on the treatment

sequences of metal insertion [106]:

e Pre-crosslinking method:

In this method, GO and metal cations are mixed and dispersed together to form small tangled GO
nanosheet stacks, and then the membrane is fabricated by vacuum filtering the dispersion on a substrate.
However, the disadvantage of this method is that the formed GO membrane is not sufficiently strong

for long-term separation and disintegrate after several hours [107].

e Post-crosslinking method:

In this method, stacking of GO membranes will be fabricated before being crosslinked. Afterwards, the
as prepared GO membranes are either immersed in the crosslinker solution, or the solution is vacuum
filtered through the membrane. This method is producing a highly stable GO membranes; but, the
crosslinker dispersion has to overcome the high mass transfer resistance with the GO stack to ensure a

good distribution of the ions throughout the membrane. [107], [108].
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e In-situ crosslinking method [106]:

In this method, metal-GO membranes are fabricated either by vacuum filtration or natural deposition
method. In vacuum filtration, a metal containing substrate is prepared in advance, and then it is used to
pass the GO dispersion through. Afterwards, the metal ions will leach out of the substrate to the GO

layer and crosslink the nanosheets together.

In natural deposition method, a metal foil is positioned under the substrate, and the GO solution is
poured above it. The acidity of the GO solution will etch the metal foil releasing metal ions that
penetrate the porous substrate by concentration gradient and crosslink the GO nanosheets that gradually

deposit on the substrate forming an ordered GO stacking.

The disadvantage of in-situ crosslinking method is that it produces different degrees of crosslinking
throughout the membrane. GO layer that is close to the substrate is highly crosslinked compared to the

upper layer of GO.

2.9.2 GO reduction

Reducing GO nanosheets enhance the membranes’ stability by lowering the amount of oxygen
containing groups that repel each other when hydrated, and largely increase the n—r interaction forces
between the rGO nanosheets [109]. In a study investigated the effect of GO membrane reduction degree
rate on its structure and performance, it was revealed that weak reductions maintain the good dispersion
and hydrophilicity of GO [110]. Additionally, weak reductions provide the GO with both important
properties of expanding the number of pristine sp? graphene regions and preserving the interlayer d-
spacing between the GO nanosheets at the same time. Consequently, the resultant membranes had 4
times higher water permeation flux than GO, and over 10* times higher flux than completely reduced

rGO. However, they achieved lower dye rejection of 95% for different used dyes in the feed solution.
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In addition, a higher stability for GO membranes was achieved by partial reduction of GO. Also, other
studies showed that water permeation flux in higher C/O ratio GO membranes is ten times higher than

those with low C/O ratio [111]-[113].

Water permeation through the pristine graphitic sp? regions of the GO structure has lower flux friction
than highly functionalized GO structure, since water molecules tend to form hydrogen bond interactions
with the oxygen containing functional groups in GO [71], [72]. Therefore, water flows in rGO at a

higher rate than GO.

Nevertheless, since oxygen containing groups are lost in the GO reduction treatment, the interlayer
d-spacing between the GO nanosheets is decreased, and therefore, there is a trade-off of that the water
transportation pathway volume is reduced resulting in low permeation flux rate [112]. Generally, rGO

membranes are hydrophobic, even in the presence of few oxygen functional groups [114].

GO reduction can be achieved by chemical or thermal treatment techniques [113], [115], [116]. In
chemical reduction, a reductant solution like hydrazine, and hydroiodic acid are employed to reduce
the oxygen containing groups in GO. In thermal reduction treatment, high temperature environments

used to reduce GO either under inert gas, air; or vacuum using a controlled environment oven.
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Chapter 3
Graphene Oxide Membranes for High Salinity, Produced Water

Separation by Pervaporation

3.1 Abstract

Oil and gas industries produce a huge amount of wastewater known as produced water, which contains
diverse contaminants including salts, dissolved organics, dispersed oils, and solids making separation
and purification challenging. The chemical and thermal stability of graphene oxide (GO) membranes
make them promising for use in membrane pervaporation, which may provide a more economical route
to purifying this water for disposal or re-use compared to other membrane-based separation techniques.
In this study, we investigate the performance and stability of GO membranes cast onto polyethersulfone
(PES) supports in the separation of simulated produced water containing high salinity brackish water
(30 g/L NaCl) contaminated with phenol, cresol, naphthenic acid, and an oil-in-water emulsion. The
GO/PES membranes achieve water flux as high as 47.8 L m=2 h™! for NaCl solutions for membranes
operated at 60 °C, while being able to reject 99.9% of the salt and upwards of 56% of the soluble
organic components. The flux for membranes tested in pure water, salt, and simulated produced water
was found to decrease over 72 h of testing but only to 50-60% of the initial flux in the worst-case
scenario. This drop was concurrent with an increase in contact angle and C/O ratio indicating that the
GO may become partially reduced during the separation process. Additionally, the pervaporation
impact on the membrane crosslinker (Zn?*) was investigated. It was found that the membrane
crosslinker hydrolyzes overtime to Zn(OH). with much of it being washed away during the long-term

pervaporation.
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3.2 Introduction and Literature Review

The extraction of oil and gas creates a significant volume of oily wastewater which is generally known
as produced water. The amount of produced water from a given reservoir ranges from less than 1% to
more than 80% of the amount of oil extracted depending on the nature of the oil reservoir and its age
[1,2]. Furthermore, reports indicate that global oil and gas industries produce about 210 million barrels
of produced water from oil processing per day—an amount that is almost three times the quantity of oil
produced worldwide [3,4]. Developing methods capable of efficiently purifying this water for release

or reuse are of significant economic and environmental concern [5].

The constituents of produced water rely significantly on the reservoir’s geographic location and
geologic formation [6]. Generally, the components of produced water include dispersed oil, dissolved
organic compounds, treatment chemicals, bacteria, produced solids, metals, and salts that are often
similar to those found in seawater with sodium chloride being dominant. These contaminants pose a
high burden to the environment and local ecosystems unless processed and treated before disposal.

However, the varied composition makes treatment challenging and costly.

Different oil/water separation technologies have been employed in the petroleum industries such as
floatation, heating, gravity settling, and centrifugal separators. Additionally, membrane separation has
seen growing use over the past decades and is replacing some conventional techniques [7,8]. More
common membrane separation technologies include microfiltration (MF), ultrafiltration (UF),
nanofiltration (NF), and reverse osmosis (RO). Reverse osmosis is the most dominant technology
among other membrane separation technologies in the petroleum industry [8]. However, it is one of the
most power consuming separations. It also suffers from fouling problems [9], and swelling-induced

failure caused by oil and organic contaminants which are often soluble in polymeric membranes
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[10,11]. These challenges require that significant pre-treatment steps be implemented prior to the

produced water entering the membrane unit.

Nowadays, graphene oxide (GO) is emerging as an exciting membrane material due to its high
selectivity and high flux of water transport [12,13]. GO is fundamentally a mono-layer-thick hexagonal
honeycomb lattice that bears a large amount of oxygenated functional groups on its basal plane surface
and edges which lead to high hydrophilicity and good fouling resistance [14-18]. Furthermore, the flow
of selective permeants across a GO membrane occurs through interlayer gaps between the sheets, inter-
edge spaces, wrinkles, and surface pores that are created by these functional groups [19]. While fouling
can still occur on the hydrophobic regions of the GO basal plane [19], it is often restricted to the surface

of the membrane making GO membranes more fouling resistant than polymeric membranes [20].

While GO membranes do not swell significantly in organics or oily dispersions, they do have the
tendency to swell in aqueous solutions [21]. This swelling increases the width of the interlayer spaces
resulting in poor selectivity and possible delamination and destruction of the membrane [22]. Thus,
while GO membranes hold promise in applications such as reverse osmosis (RO), this poor selectivity
due to swelling has slowed commercialization and has inspired a significant research effort [23]. For
example, to reduce the swelling, engineering the d-spacing between the GO sheets has been
accomplished by physical confinement, enabling control over membrane selectivity [24]. In this
approach, stacked GO strips were encapsulated using an epoxy to produce physical confined graphene
oxide (PCGO). PCGO membranes were then tested for five days and no d-space change was observed.
However, a small reduction in permeation was noted that could be attributed to a partial clogging of
the nanochannels. While promising, this method is not capable of producing large area membranes

[23]. Various other treatments [22,24,25] for improving the selectivity of GO have been investigated
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such as the use of crosslinkers with varying chain length, multi-valent cations, etc., but all of these

adversely impact the flux and performance of the membrane [25].

One way to bypass this swelling problem is to avoid contacting the GO membrane with water on both
sides. One of the oldest membrane technologies used to separate liquids with different volatilities is
pervaporation. In pervaporation, a liquid mixture is passed on one side of the membrane and the volatile
components are driven through the membrane by a partial pressure difference generated by a vacuum
or sweep-gas on the permeate side of the membrane [26,27]. Desalination by pervaporation has recently
gained traction as an alternative to RO and membrane distillation processes [28,29] and could provide
a promising route to purification of produced water. Liang et al. were the first to demonstrate that
unmodified GO membranes supported on polyacrylonitrile (PAN) could be used to effectively
desalinate water with >99.8% rejection of salt and high flux (65.1 L m~2 h™') when operated at 90 °C,
which suggests that swelling of GO is not as challenging in this application due to the presence of a gas

phase on one side of the membrane.

Building upon this work, in this study, we probe the performance of GO membranes for pervaporative
separation of a model produced water formulated based on contaminants found in the wastewater
resulting from the steam-assisted gravity drainage (SAGD) oil extraction process. This study proposes
the purification of a produced water model using membranes prepared by vacuum filtered GO sheets
on PES films, cross-linked via Zn?* to increase its stability during pervaporation as shown in Figure
3-1. In addition, we report a long-term study of 72 h of pervaporation. Moreover, a closer look at the

membrane’s cross-linker was investigated before and after usage.
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Figure 3-1: (a) Hlustration of rejection of chemicals and purification of water via the use of GO

membrane pervaporation; (b) method of production of GO membranes; (c) schematic diagram
of the pervaporation separation apparatus; (d) schematic of the membrane test cell module

showing the flow directions and permeate outlet.

3.3 Materials and Methods:

3.3.1 GO and Membrane Synthesis

GO was synthesized by a modified Hummer’s method [30] as described by Marcano et al. [31]. Briefly,
1.5 g of graphite flakes (obtained from Alfa Aesar, Haverhill, MA, USA, -10 mesh, metal basis, 99.9%)
were oxidized at 45 °C overnight via addition to a 9:1 mixture of H,SO,4 (240 mL, Sigma Aldrich, St.
Louis, MO, USA) and H3PO4 (20 mL, Sigma Aldrich) in which 9 g of KMnQO4 (Sigma Aldrich) was
initially dissolved. Afterwards, the solution was transferred to approximately 200 mL of ice water and

cooled down. Approximately 5 mL of 30% H,O, (Sigma Aldrich) was slowly added while the solution
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was stirred until a brilliant yellow dispersion was obtained. The resulting GO was then washed of
residual acids, etc. by centrifugation (3300 rpm for 30 min, Fisher Scientific, Waltham, MA, USA—
acuuSpin™ 3) and redispersion of the pellet twice with 10% HCI (Sigma Aldrich) and then three times
with 95% ethanol (reagent alcohol grade, Sigma Aldrich). After the final ethanol centrifuge, the GO
was redispersed in ethanol, and the resulting GO solution was kept in ethanol as a slurry, and its
concentration was measured. The stock was stored prior to use. Fourier-transform infrared spectroscopy
(FTIR- BRUKER) was carried out in order to ensure the successful synthesis of GO from 4000 to 400
cm! with a resolution of 4 cm™ using a potassium bromide (KBr) disc. Additionally, atomic force
microscopy (AFM) was carried out in contact mode (NP-STT10 tips, Nanoscope MultiMode AFM,
Veeco) to investigate the exfoliation state of graphene oxide sheets. Dilute dispersions of GO were spun

coat from n-butanol onto an ozone treated silicon wafer.

Membranes with three different thicknesses were made by vacuum filtration of varying volumes and
concentrations of GO. Using a pipette, 62.7 uL, 89.6 uL, and 134.4 pL were taken from a 6 mg mL™!
GO in ethanol stock solution and dispersed in 50 mL of n-butanol (Sigma Aldrich) for each coating,
the GO dispersion in n-butanol was tip sonicated at 50% amplitude (Biologics Inc., Manassas, VA,
USA, Model: 150V/T). Afterwards, the entire dispersion was vacuum-filtered through a
polyethersulfone (PES) filter (0.1 microns, Sterlitech Corporation, Kent, WA, USA) and was left
covered (to prevent evaporation) over night. This led to membranes with areal mass loadings of
35 pug cm2, 50 pg cm 2, and 75 pg cm2, respectively. The formed GO/PES membranes were dried in

a dry air desiccator (Terra Universal, Series-100) at a relative humidity (RH) of 0.5% for at least 24 h.

The GO-coated PES membranes were then immersed in a solution of 100 mL of 0.1 M ZnCl; adjusted
to a pH of approximately 5-6 for 24 h using a dilute HCI solution (<1%), in order to crosslink the GO

sheets with the divalent Zn?* and enhance the membrane stability in water [22]. Afterwards, the
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membranes were kept in the dry air desiccator for at least 24 h before testing. The stability of the cross-
linked GO was tested by submerging crosslinked and uncrosslinked GO/PES membranes in water under

a high speed of mechanical stirring. Figure 3-1b summarizes the membrane preparation method.

3.3.2 Pervaporation and Membrane Performance

Pervaporation experiments were carried out for six types of solutions: 30,000 ppm (30 g L") NaCl in
DI water solution, single organic constituents (phenol, cresol mixture of isomers, or naphthenic acid)
in water solution with a concentration as shown in Table 3-1 with no salt, a laboratory-made produced
water model (PWM) solution, and its composition as shown in Table 3-1 [32], and a laboratory made
solution of oil foulant mixed with a produced water model solution. Oil foulant solutions were
synthesized by dissolving 50 ppm of sodium dodecyl sulfate (SDS, Sigma Aldrich) in DI water that
contains 1500 ppm hexadecane (Sigma Aldrich), followed by mixing using a homogenizer (CAT,
Model: X-120) for 2 h at 1500 rpm [33]. The resulting emulsion was a white milky dispersion and was
stable for at least 24 h (long enough for membrane testing). Afterwards, the produced water model
components shown in Table 3-1 were added to the prepared oil-in-water emulsion.

Table 3-1: Composition of produced water model solution, based on steam assisted gravity
drainage (SAGD) process [32].

Component Concentration (ppm)
Phenol 45
Cresol (mixture of isomers) 45
Naphthenic acid 10
Sodium chloride 30,000

Phenol and cresol have similar molecular structure. Phenol consists of phenyl ring bonded to hydroxyl

group, while cresol consists of phenol with a methyl group added to it. Naphthenic acid composes of
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cyclopentane with two ethyl groups and a carboxyl group. Table 3-2 shows the vapor pressure of the
different components of the produced water, i.e., their volatility, compared to the water. Water has the
highest volatility among the components and therefore, it is the most volatile one and separates easier

when subjected to a vacuum pressure.

Table 3-2: Volatility of produced water model constituents.

Component Vapor pressure (@ 405 K) (1 bar)
Phenol 0.207
Cresol (mixture of isomers) 0.104
Naphthenic acid 3.2E-6 to 1.9E-10
Sodium chloride 2.77

Pervaporation experiments were carried out using a customized test cell module made from stainless
steel (grade 316). Figure 3-1 illustrates a process flow diagram of the pervaporation separation process
used. A rendering of the test cell and flow channel are shown in Figure 3-1a and d. The feed solution
held in a 500 mL flask was heated to either 30 °C or 60 °C using a hotplate. The temperature of the
feed solution was controlled by a thermocouple submerged in the aqueous phase inside the test cell and
connected to the hotplate, in order to maintain the temperature via the hotplates’ feedback control
system. This fluid was circulated to the test cell using a peristaltic pump at a rate of 75 mL min™! (Fisher
Scientific), and the retentate was recycled back to the stock feed solution. The effective membrane area
exposed in the test cell is 5.07 cm?. A vacuum pump (Edwards, Model: E2M-1.5) was used to generate
a vacuum of approximately —0.1 MPa (gauge) and the resulting water vapor was collected in one of
two glass condensers (Sigma Aldrich, inner cold surface area of 334 cm?) cooled to approximately
—35 °C with a dry ice/ethanol slurry. Switching between two such condensers with a 3-way valve

allowed for continuous operation of the membrane setup and collecting water while measuring the
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amount of water collected in the other condenser. The mass of the condenser was measured before and
after collecting the condensate using a digital balance (OHAUS, Model: NV2101,
repeatability = 0.1 g) to determine the permeation flux. The water permeation flux (J) through the

membrane was calculated using Equation (1):

_ M

J= 5 (Lm?ho), 1)

Where M is the amount of water collected, A is the effective membrane area, and At is the given time

interval.

In short-term pervaporation experiments, three independent GO/PES membranes were tested. The feed
was circulated through the system at 30 °C for 20 min in order for the test-cell to reach thermal
equilibrium. Permeate was then collected for 2 h in approximately 20-min intervals. The temperature
was then raised to 60 °C and left for 1 h to reach thermal equilibrium. Afterwards, permeate was
collected for 2 h in approximately 20 min intervals. The average flux and rejection for each temperature

or test solution was calculated and the error was approximated as + the standard deviation.

In longer term studies, the various feed compositions were examined for 72 h of permeation using the
50 pug cm2 GO/PES membrane. After the test cell reached thermal equilibrium (20 min), sample

collection was carried out every 1 h.

The Nelson method was used to indicate outliers in permeate flux which were defined as data points
more than three standard deviations away from the mean. Additionally, one-way ANOVA tests were
performed to determine whether the differences in fluxes and rejections are statistically significant by

figuring out its p-value.
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Water samples collected in the condensers were analyzed for salt concentration and produced water
model solutes, by measuring the conductivity and by using ultraviolet-visible spectroscopy (UV-Vis,
Thermo Scientific Evolution 300), respectively, before and after separation runs. Permeate conductivity
measurements were carried out using an OAKTON (PC700, Vernon Hills, IL, USA) conductivity
meter. For UV/vis, a set of known solution concentrations were prepared to establish a concentration
calibration curve with their respective intensities at wavelength of 269 nm for phenol and 271 cresol,
in order to measure their respective concentrations in the collected samples. For naphthenic acid, PWM
and produced water model with foulants solution, the absorption intensities of the feed, and collected
samples were measured at 265 nm for naphthenic acid, and 270 nm for PWM and PWM with foulants’
solutions. The resulting UV/vis curves were normalized in order to investigate any changes in the
absorbed peaks and were compared to the starting feed intensity peaks. The solute rejection was

calculated using Equation (2):
R =(1 - z—';) x 100%, (%), @)

Where Cr and C,, are the initial feed and collected concentration, respectively.

The change in hydrophilicity of the membrane due to chemical changes or the adsorption of simulated
produced water model foulants was carried out using the sessile drop method and a smart-phone camera
carefully positioned normal to the substrate plane [34]. A drop of DI water was added vertically using
a pipette to the surface of the membrane, and a photo was taken directly. The droplet was further
analyzed using ImageJ software. The contact angle of three droplets placed on different areas of the
same membrane were used to calculate the average contact angle and the standard deviation was used
to approximate the error. All membranes tested for contact angle were left to dry for at least 24 h after

the pervaporation test was done. Membranes of 50 pg cm~2 GO specific deposition were tested before
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and after the long-term pervaporation experiment for all three of the tested solutions. Powder X-ray
diffraction (XRD, Rigaku Miniflex II) was acquired using a range of 20 between 5° to 65° using Cu ka
radiation (A = 1.54059 A). A thermal emission scanning electron microscope (SEM) imaging was done
by a TESCAN Vega instrument with voltage acceleration of 10 kV using a secondary electron detector.
Samples were sputtered with gold for 139 s to render the surface of the membranes conductive for
imaging. The thickness of the GO layer was estimated from a cross sectional image using several

measurements by ImageJ software.

Elemental composition was carried out by XPS for unused (control) and used membranes for long
periods of pervaporation (72 h). The XPS analysis was carried out using (Thermal Scientific KAlpha
XPS spectrometer) operated in ultra-high vacuum (2 x 107! mbar) with acquisition time of 0.2 s.
Survey spectra and high-resolution scans for C 1s, O 1s, and Zn 2p spectra were obtained. The
distribution of the C and O groups at the membrane surface were identified by deconvolution of the
spectra peaks using CASAXxps software, and all the peaks were shifted based on the C-C peak

(284.5 eV) and using a Shirley background removal.

3.4 Results and Discussion

3.4.1 GO Membrane Characterization

Figure 3-22a shows AFM images of the exfoliated GO sheets. The results show that most of the GO
flakes are atomically flat, unwrinkled, and comprised of single layers with thickness of approximately
1 nm. A histogram of the lateral sheet size distribution is shown in Figure 3-2b illustrating that the
majority are ~0.5 um in size with a tail in the distribution showing some sheets as large as 1-10 pm.
Figure 3-2c shows the FTIR spectrum of the synthesized graphene oxide. Several characteristic peaks

for GO are observed including a broad peak between 3600 cm™'-2400 cm™!, which is attributed to
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stretching vibrations of O-H groups, a sharp peak at 1740 cm™ attributed to the C=0O stretching
vibration, a sharp peak at 1623 cm™ due to unoxidized sp® C-C bond, a peak at 1415 cm™' due to C-
OH deformation, and 1227 cm™! due to C-O-C vibrations [31,35]. An SEM image of the top surface
and cross section of a GO/PES membrane is shown in Figure 3-2d. The GO layer thickness is estimated
to be 466 £ 52 nm. This is thicker than what would be expected based on the loading and assumed full
density of GO (~1.8 g cm™) which for 50 pg cm™2 would lead to a fully dense thickness of 278 nm. It
is known that vacuum filtration yields somewhat disordered films compared to a technique like pressure
assisted vacuum filtration. A more ordered film is likely to form early in the vacuum filtration process
when the flow is high while evaporation of the solvent at the slower stage of filtration may cause the
upper portion to become more disordered. For example, Tsou et al. [36] demonstrated a factor of 384
nm/231 nm = 1.66 difference between vacuum filtered GO films and nearly fully dense films prepared

by pressure-assisted vacuum filtration, which is nearly the same ratio we observe above (1.67).
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Figure 3-2. (a) AFM images of graphene oxide flakes spun coat onto Si wafer, (b) histogram of
lateral sheet size distribution. The inset shows a photo of a 50 pg cm™ GO/PES membrane
prepared by vacuum filtration. (c) FTIR spectrum for GO sheets; and (d) cross-sectional SEM
image showing surface topology and thickness of a 50 pg cm=2 GO membrane and the

underlying PES support.
To improve the stability of the various GO membranes, the GO was cross-linked with Zn?* by soaking
the membranes in a solution of ZnCl,. Figure 3-3 compares the stability of vacuum-filtered GO/PES
membranes before and after cross-linking and after exposure to high-speed mechanical stirring of water.
Without cross-linking, the GO began to flake off the substrate while the cross-linked GO remained
intact. The good mechanical strength of cross-linked GO sheets was first reported by Yeh et al. [22],
where they discovered that AI** originating from AAO filter discs was the cause of the mechanical
property enhancement of vacuum cast films using this popular but non-scalable membrane support. In

addition, the GO functional groups like hydroxyl and carboxyl groups can be used with different
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metallic cross-linking agents to create a coordination bond, and thus it can be used to increase the
membrane’s stability and tune the d-spacing between GO sheets [25]. These metallic cross-linking
agents include divalent cations like: Ni?*, Mg?*, and Ca?*, or trivalent cations like: La**, Fe**, and AI**
[25,37]. Moreover, Yu et al. [31] listed the ions’ stability capabilities as follows: AI** > Ca** > Mg?* >
Na*. This has since become a common method to enhance GO membranes for nanofiltration
applications but has not been studied using pervaporation. Membranes that were not enhanced by Zn?*
crosslinking were found to be unstable and caused frequent leaks in our pervaporation cell. As shown

in Figure 3-4, the rejection for all 30 g/L NaCl samples was higher than 99.31%.

Figure 3-3: Membrane stability enhancement by Zn?* crosslinking: (a) vacuum filtered GO
membrane immersed in water for 30 min; (b,c) squares of membrane exposed to high speed
mechanical stirring with no zinc treatment: squares in (b) have no Zn?* treatment while the

membrane in (c) was soaked in the Zn?* solution for 24 h.

3.4.2 Short-Term Membrane Performance

Figure 3-4a shows the average water permeation flux and salt rejection through the GO membrane for
tests carried out at both 30 °C and 60 °C using membranes of different GO loadings (i.e., thickness).
The flux for pure water through the 50 pug cm™> membrane at 30 °C was 31.6 £ 1.3 L m2 h™!, which
was slightly higher than the solution containing 30 g L' NaCl (26.5 + 2.7 L m2 h™!). Our GO

membranes outperform those reported by Liang et al. [38], who measured a flux at 30 °C only as high
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as 14.3 L m2h™! for 35 g L™! NaCl with an even thinner membrane (1.8 ug cm2). This improvement
might be attributed to differences in the GO synthesis method used or the fact that we use a Zn?* cross-
linker, which could increase the d-spacing. They also reported a decrease in flux with increasing salt
concentration in the range of 2000-100,000 ppm but did not test under pure water. The drop in flux is
likely due to a decrease in the concentration and activity of free water vs. water bound to the salt ions
as a hydration shell. The flux was found to increase with temperature in all cases with a more significant
increase for the NaCl cases vs. pure water. This also confirms the results of Liang et al. who illustrated
a positive activation energy for water transport and the Arrhenius-like temperature dependence of
permeance for their GO membranes. The flux was also found to be almost linearly dependent on
decreasing membrane thickness. While thinner membranes could be fabricated, we found that the 35
tg cm2 had a low failure rate compared to thinner ones. As shown in Figure 3-4b), the permeate flux

and rejection remained relatively constant over the 2 h pervaporation run.
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Figure 3-4. Average water flux and solute rejection for: (a) NaCl solution and pure water at

Rejection (%)

Rejection (%)

different GO loading; (b) NaCl solution tested by 75 pug cm™2 GO loading; (c) single organic and

PWM solutions; (d) single organic (phenol solution). For (c,d), a 50 pg cm™2 GO loading was

used. The error bars were estimated as * one standard deviation of three independent

measurements.

Next, we introduce several of the model contaminants used in our PWM to study their impact on flux

and the GO membrane’s ability to reject these contaminants. As shown in Figure 3-4c), at both 30 °C

and 60 °C, the flux through the membrane drops slightly compared to the NaCl only case. However, it

is not found to change significantly (as determined by ANOVA with p > 0.05) as a function of either

the single or mixed organic contaminants. The decreased flux can also be explained by the additional

solutes added, which would act to decrease the activity on the feed side as discussed previously.
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However, since the single organic solutions contain no salt and these mixtures have less dissolved
solute, it is more likely that the contaminants may adsorb to the GO within the membrane and inhibit
water transport. Figure 3-4c also shows that the rejection of each contaminant is similar within error
(as determined by ANOVA with p > 0.05) and is ~40% irrespective of temperature. The reason for this
could be the similar molecular structure. Phenol and cresol have a similar aromatic structure, except
cresol has an extra methyl (-CHs) group, and NA has a longer chain of repeated aromatic groups, but it
was used at lower concentration. An example of a single organic component (phenol) flux vs. rejection

is given as shown in Figure 3-4d. Both values were fairly constant over the 2 h run.

As also shown in Figure 3-4c¢, the water permeation flux of combined PWM through the GO membrane
shows no significant difference in flux when compared to the single organic components at 30 °C as
ANOVA testing reveals a value of p > 0.05. The flux is 13.8 £ 2.1 L m2 h™!, with a rejection of 47.7%
+ 13.5%. However, there was a significant difference with the higher temperature tests at 60 °C, which
exhibited slightly lower flux of 22.4 +5.7 L m™2 h™! and rejection of 56.1% + 13.3% as ANOVA testing
shows a p < 0.05. As shown in Figure 3-5, when all PWM contaminants were added together, the
permeate collected had a nearly identical UV/vis plot but scaled down in intensity. Normalizing the
plot reproduced the original mixture which suggests that all components were collected in the same
proportion as in the feed but at a reduced concentration. Thus, the rejection in this case could be easily
calculated from the overall UV/vis results without having to deconvolute contributions from the
individual components. Thus, all contaminants whether present together or individually are rejected to
a similar extent (~40-55%) by the GO membrane. These results demonstrate that, while being able to
effectively desalinate the produced water, the membrane may also be used to purify produced water

from residual soluble organic components with moderate selectivity.

73



1 M 1 ' I v I ! 1 M 1
—8— Initial PWM feed ‘

#- Collected sample
—&— Nomalized curve ot the collected sample

1.5+

. 1.0 i'l X -

Absorbance (A.U)
_

0.5 - I'j ® |

0.0+

1 N 1 N I N I ' 1 N
240 250 260 270 280 290 30C
Wavelength (nm)

Figure 3-5: Example UV/vis spectra for one of the collected samples, and its normalized curve

matching the initial PWM curve.
Moreover, the water permeation flux for PWM is generally lower than that of NaCl solution and single
organic component solution and presented results with a higher standard deviation throughout the
experiment. For example, the relative error for the NaCl only case is 10% and 8% for 30 °C and 60 °C,
respectively, while, for the PWM, was 15% and 25% for 30 °C and 60 °C. The reason behind that is
the continuous adsorption and desorption of the PWM solutes on the membrane surface which may act

to block some of the nano-scale channels within the GO membrane’s pores.

3.4.3 Long-Term Pervaporation Study

The GO membranes were also tested to investigate their performance over longer periods of time using

the NaCl solution, PWM, and PWM with foulants along with the control solution of water as shown in

Figure 3-6.

The water flux followed the same general trend as shown in Figure 3-4b. To better highlight the changes

as a function of time, the flux normalized to the initial flux is plotted as in Figure 3-6a. In all cases,
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there is a drop in flux over the 72 h period with the PWM and PWM with foulants exhibiting a larger
drop of 50-60% of the initial while the pure water and NaCl solutions retain 70-80% of their initial
flux. This is likely due to both the continuous build-up of foulants within the GO selective layer and
concentration polarization near the membrane surface, which is more severe in the PWM cases.
However, it could be due in part to the partial deoxygenation of the GO in water as will be discussed
later. The rejection for solutions of the PWM and PWM with foulants slightly increased with time. This
could be attributed to pore plugging by the foulants caused by the direct adsorption of contaminants

onto the membrane surface.
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Figure 3-6: (a) flux/fluxo (3/Jo); (b) and rejection vs. time for 50 pug cm= GO membrane for the

tested solutions.
The membranes used in the longer-term PV tests were removed from the test cell and further
characterized to determine any chemical and structural changes resulting in the decreased flux
observed. To further understand the changes in flux over the 72 h pervaporation, we carried out XPS
and measured the contact angle of water on the used membranes. Survey spectra and high-resolution

C 1s, O 1s, and Zn 2p spectra were obtained. Figure 3-7 demonstrates the XPS scan spectrums obtained
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along with the peaks’ deconvolution analysis and the C/O ratio analysis. The binding energies for the

carbon, oxygen, and zinc were identified, and their atomic percentages were calculated.

The deconvolution of C 1s revealed four individual peaks of C-C, C-O, C=0, and O-C=0 and their
relative percentages are shown in Table 3-2. This reveals a higher content of C-C bonding and lower

C-O content for all of the used membranes compared to the unused control.

Table 3-3: Relative contribution (%) of the deconvoluted C 1s peaks for unused and used

membranes corresponding to different bonding environments.

PWM +
Peaks Control Pure Water |NaCl Solution| PWM
Foulants
C-C 38.67 49.2 39.08 53.73 72.94
C-O0 42.72 38.66 30.08 13.8 17.58
C=0 141 7.54 22.27 9.6 5.31
O-C=0 451 4.6 8.57 22.87 417

The corresponding change in C/O ratio is illustrated in Figure 3-7b. The membrane that was used for
pure water pervaporation has the highest C/O ratio after the 72 h run. Since there is no organic materials
present in the feed, the increase must be due to the deoxygenation of GO upon exposure to water. It is
well known that the chemical structure of GO can evolve upon exposure to water, which has been
described by the Tour group’s dynamic structural model (DSM) [39]. In this model, the structure of
GO is not static and will continuously change when it reacts with water, introducing new oxygen
containing functional groups and leaving the GO structure by different mechanisms. New protons

(HsO") are created from the acidic groups on GO, making the GO more negatively charged, and
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stabilized by the resonance of the oxygen containing groups and by the formed electric double layer

near the surface.

In the case of NaCl solution pervaporation, Na* ions will be loosely associated near the GO surface by
coulombic forces and will compete with H;O* ions. However, Dimiev et al. [39] found that the presence
of NaCl will change the orientation of the water molecules to be away from the GO surface, and
therefore less deoxygenation happens to the GO, which is also observed in Figure 3-7b by a less severe
change in C/O ratio as with pure water. In the case of PWM and PWM with foulants, these solutions
have the same concentration of NaCl, and, therefore, their higher C/O ratio when compared to NaCl
solution is likely due to the deposition of the organic materials on the surface which increased the C-C
content and blocked the pores from the water, causing further deoxygenation. Furthermore, the PWM
shows a relatively higher content of O-C=0 as shown in Table 3-2. This may be attributed to naphthenic
acid that remains adsorbed to the GO. These findings are all in agreement with the contact angle

measurements as shown in Figure 3-8.
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Figure 3-7: (a) XPS survey data; (b) C/O ratio (red bars) and Zn atomic % (black bars), high
resolution XPS for (c) C 1s and (d) Zn 2p for the unused and used membranes for different

solutions.
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Moreover, Figure 3-7b shows the deconvolution of the Zn 2p spectra. There are two strong peaks
around 1021.3 and 1044.5 eV that are attributed to the binding energies of Zn 2ps, and Zn 2py; of the
Zn(O-R) interaction caused by the crosslinking between adjacent GO. After 72 h of pervaporation,
these initial peaks each split into two broad peaks. The lower binding energy deconvoluted peaks
represent the Zn?* of the hydroxide (lower intensity), and the higher binding energy of the deconvoluted
peaks represents the Zn(O-R) interaction (higher intensity) [40]. The Zn(OH), was formed due to the
hydrolysis of the Zn/GO organometallic complex during the pervaporation as illustrated in Equation

(3) (reproduced from [41]).

0 i
H.O Zn
L oo 2

R Hydrolysis ‘ R
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The amount of Zn present before and after membrane testing is shown in Table 3-3. A reduction of the
Zn-crosslinker is observed after 72 h of pervaporation. XPS Zn 2p spectra suggests that more
degradation happened to the Zn(O-R) cross-linker for the membranes used for pure water and NaCl
solution due to a higher peak intensity of Zn(OH), compared to Zn(O-R) peak intensity. This is likely
due to the higher flux of these membranes which hydrolyzes more of the Zn to Zn(OH),, which may

also act to reduce the membrane stability over longer time exposure to water.

In addition, different elements were observed from the survey spectra at the surface of the membrane;
these elements include Na, Cl, and S. Table 3-3 shows the atomic percentage (%) on each tested
membrane. In the pure water tested membrane, no Na or Cl elements were observed, since there were
likely to be washed away from the surface after a long period of pervaporation. The high S content in
the PWM with foulants membrane is likely coming from the SDS that was added to the solution as a

foulant.

Table 3-4: Atomic%o of Na, Cl, S, and Zn elements observed on the membrane surface.

PWM +
Element Control Pure Water |NaCl Solution| PWM
Foulants
S 0.43 0.25 0.22 0 3.23
Na 1.69 0 1.01 2.3 1.79
Cl 0 0 0.44 0.86 1.22
Zn 0.56 0.06 0.04 0.05 0.05
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TGA attempted to investigate the nature of foulants on the membrane, but the loading of the GO on the
PES is too thin and its mass nor the mass of other adsorbed organics and foulants could be detected.

The GO forms only around 0.7% of the overall weight of the membrane.

While produced water separation has not been studied by pervaporation with pure GO-based selective
layers, it has been studied with several mixed-matrix membranes. In a work done by Alammar et al.
[42], a high permeation flux (91.3 L m™ h™! bar!) and rejection (99.96%) were achieved using a thick
GO/rGO and PBI matrix membrane for their simulated produced water model. Moreover, randomly
arranged GO sheets in the GO membrane by vacuum filtration and cross-linked by polyethyleneimine
(PEI) was used to for oil water separation by gravity filtration [43]. In their work, they achieved as high
a permeation flux as 688 L m2 h™! of a simulated oil-in-water emulsion of water in hexane (99:1).
Additionally, graphene/polyvinylidene fluoride (G/PVDF) used for produced water—air gap membrane
distillation (AGMD) [44], and it showed a high permeation flux of (20.5 L m? h™!) and salt rejection
(99.99%) for optimal graphene loading of 0.5 wt%. Furthermore, the long-term study of 10 days
showed that incorporating graphene in the PVDF membrane will enhance the robustness of the
membrane and wetting resistance when compared to commercial PVDF. We can compare our results
and stability to some recently published literature on desalination and produced water separation using
other technologies. Recently, Liu et al. [45] used MXene-based membranes for pervaporation
desalination and demonstrated fluxes as high as 120 L mh! at 65 °C for their thinnest membranes.
While this is slightly higher than what we report for the salt solution case, their long-term testing, also
carried out at 30 °C, resulted in a permeance of <3.5 L m2 h™'. Our membranes, even with the
additional PWM contaminants, achieved a very similar level of performance. In even more recent work,

impressive permeance and selectivity have been achieved with cross-linked polymer systems such as
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cross-linked polyvinyl alcohol/PAN [46]. However, these polymer systems have not been tested with

produced water and may foul quite rapidly.

3.5 Conclusions

In this study, graphene oxide (GO) membranes were prepared by vacuum filtration on polyethersulfone
(PES) and cross-linked using divalent zinc cations to enhance their stability. The prepared membranes
were tested for desalination and produced water separation using a simulated SAGD process model.
Short- and long-term studies were carried out on three different GO loading membranes to investigate
the permeation flux and solute rejection. The initial fluxes were significantly higher than those reported
previous for GO membrane-based desalination, but the flux gradually reduced as increasing solutes and
foulants were added to the water. While the rejection for salt was found to be ~99% in all cases, the
rejection of soluble organic components (phenol, cresol, napthanic acid) was in the range of 40-50%.
The flux and rejection slightly reduced over 72 h of membrane operation. The flux for the pure water,
salt, and simulated process water gradually decreased to a steady state of 70%, 80%, and 50%,
respectively. In addition, this study highlighted the degradation of the Zn?* crosslinker used to hold the
GO sheets together. After 72 h of pervaporation, the examined membranes showed a lower amount
obtained for Zn?* and a hydrolysis transformation to Zn(OH).. This is an important aspect to focus on
in determining the membrane’s stability over a longer period of usage. While this flux is in the same
range as what has been reported for the best performing MXene membranes used for pervaporation-
base desalination, future work will focus on stabilizing the high initial flux we observe in our GO
membranes while reducing the thickness without compromising mechanical stability. We hope that
these results shed light on the promise of using pervaporation and graphene oxide membranes as a tool

for more economical produced water separations.
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Chapter 4
Highly Stable, Metal Cation-Crosslinked Partially Reduced
Graphene Oxide Membrane for High Salinity and Produced Water

Treatment by Pervaporative Separation

4.1 Abstract

Produced water is the wastewater that is brought to the surface during the extraction of oil and gas in
the petroleum fields. Petroleum industries generate extremely large volumes of produced water that is
estimated to be up to 98% of the total amount extracted. Produced water consists of different organics,
oily waste, salts, and suspended solids that form a burden on the environment and needs to be treated
in economical and safe way. Recently, graphene-based (GO) membranes have drawn a lot of research
attraction and they form a potential for produced water treatment, owning to its great properties of
mechanical and chemical stability, flexibility and tunability, and hydrophilicity and antifouling activity.
However, since GO membranes are not stable in water, it remains challenging to utilize in the industry.
Consequently, in this study we propose a more stable GO membranes in aqueous phase, with high
permeation and salt and organic solute rejection for a simulated produced water treatment by
pervaporation. GO membranes were fabricated on polyethersulfone (PES) support by vacuum filtration,
and further treated by vacuum reduction and metal cation crosslinking. Two different orders of
fabrication were followed, either crosslinking the rGO, or reduced M*~GO. Divalent (Zn?") and
trivalent (Fe®*") crosslinkers were used and the membranes were characterized and tested for their
performances. Zn?*-rGO and Fe**-rGO membranes had the highest permeation flux of 8.3 +1.5 L m™

htand 7.0 £ 0.4 L m? h?, for saline water separation, respectively; and 7.5 + 0.7 L m?2 h?,
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and 5.5 + 0.3 L m?2h for produced water separation, respectively. All the membranes had a salt
rejection higher than 99%. Fe3* crosslinked membranes presented the highest organic solute rejections
for produced water of 69%. Additionally, long term pervaporation testing was done for the Zn?*-rGO
membrane for 12 hours. The membrane showed a permeation flux drop of 6%, while Zn?*~GO had a
drop of 24%. Moreover, an abrasion test was conducted for the membranes to examine its mechanical
integrity. Fe**-rGO membranes illustrated the highest mechanical abrasion resistance of 95% of non-

reduced and non-crosslinked GO.

4.2 Introduction and Literature Review

Petroleum industries generate large volumes of wastewater that is associated as a byproduct with the
crude oil and gas during the extraction and production in the fields that is known as the produced water.
The amount of produced water generated is continuously increasing as the global demand on petroleum
is successively growing. The quantity and quality of produced water depends primarily on the nature

of the petroleum reservoir, in which the crude is extracted.

In fact, produced water is highest single volume of waste stream produced in the petroleum fields and
it exhibits around 80% of the total waste generated in some fields [1], and that could reach to around
98% in nearly depleted oil reservoirs [2]. In addition, in a recent report in 2019 by Produced Water
Society, produced water amount was projected to be around 300 million barrels per day [3], accounting
for three times the volume of oil produced [4], however, reports reveal that these amounts are projected
to escalate to 12 times the volume of oil produced by 2025 as a consequence of aging of current oil

reservoirs [2].
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Produced water typically consists of a mixture of variable constituents of organic and inorganic
chemicals dissolved in water that contains salts, minerals and heavy metals, suspended solids, as well
as bacteria [2], [5]-[7]. Accordingly, the growing oil and gas production activities have raised an
environmental concern for produced water and its immensely added negative impact on the ecosystem
degradation worldwide [8], [9]. Consequently, an effective and feasible method to treat produced water
is crucial for its management. Produced water can be managed by reuse as potable water, irrigation,
utilized in the rest of the processes in the processing plants, discharge to environment, and back

reinjection to the well formation [10]-[12].

Various techniques have been developed for produce water treatment in the petroleum industries that
include chemical (oxidation, activated sludge and aerated biological filters) and physical (adsorption,
floatation, sand filtration) methods [13]. In the few past years, membrane separation technique was an
emerging technology that offered an effective way for produced water separation. Membrane separation
is relatively cheaper and more efficient technique than the conventional separation methods [14]. It
primarily consists of a filter media between two phases with a specific pore rating that have the
capability of passing the water through and selectively excluding the contaminants [15], [16]. Produced
water membrane treatment techniques include ultrafiltration (UF), microfiltration (MF), nanofiltration
(NF), and reverse osmosis (RO). UF and MF are the least efficient methods in salt removal are their
effluents require further processing with NF or RO in order to meet the standard requirements [17],
[18]. NF and RO on the other hand are more effective in saline water desalination and metal and organic
removal. Reverse osmosis is the widely used technique in petroleum industry for water purification,
however, RO consumes very high energy to overcome the osmotic pressure. In addition, RO
membranes suffer from suspended particles build up and fouling deposition that result in pores

clogging, which eventually cause a permeation flux reduction [19].
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The pervaporation, on the other hand, is an alternate technology of RO that seems to be promising and
started to gain much attention lately. Pervaporation consumes less energy, and reject organic solutes at
a higher rate than RO. Moreover, less turn down periods needed for pervaporation membrane module

for cleaning and maintenance purposes due to fouling and clogging [20]-[22].

The pervaporation separates liquid mixtures based on the difference of the component’s volatility. The
liquid mixture is fed to the membrane module, and the more volatile phase (higher partial pressure) is
driven across the membrane to the permeate side, by the large capillary partial pressure difference
generated from the nanochannels of the membrane using a vacuum pump or a sweep gas on the

permeate side. The permeated phase is further captured in a low temperature condenser [23]-[26].

Furthermore, the selection of material for membrane separation technology has been broadly
investigated. Membrane materials have an inherited properties that limit its usage by the trade-off
between fouling resistivity, permeation flux, solute selectivity, power consumption, and life span [27],

[28].

Recently, graphene oxide (GO) and its derivatives are considered as a prominent potential as a
membrane material for water treatment by membrane separation technology and extensive number of
research studies investigating its performance were conducted [29]-[31]. GO is a two-dimensional
hexagonal structure nanosheet consisting of single flat layer of carbon atoms that is rich in oxygen-
containing functional groups such as epoxy, carboxyl, and hydroxyl groups. These oxygen-containing
functional groups are located asymmetrically at the edges and on the basal surface which provide it

with high mass transportation rate, molecular sieving, and antifouling aspects [30]-[34].

Nevertheless, these large number of oxygen groups make the GO negatively charged upon hydration
in aqueous phases, and therefore, GO nanosheets start to repel each other because of the electrostatic

repulsion forces are increasing the interlayer d-spacing, and thus, GO will start swelling until they
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overcome the attractive forces (hydrogen bonding and Van der Waals), in which the GO sheets will
eventually disintegrate [35]-[37]. Consequently, the stability of GO membranes in water-based
environments forms a critical point of concern in membrane water treatment application. Several
attempts to enhance the GO membranes’ stability had been conducted, such as crosslinking, physical

restriction, and partial GO reduction.

In GO nanosheets crosslinking, different crosslinkers can be employed to hold the GO neighboring
nanosheets together and inhibit the increase in d-spacing due to hydration, such as a polymer [38],
organic molecules [39], low molecular weight molecules [40], and ions [41] by covalent and non-
covalent interactions. Moreover, this modification method can also be used to precisely control the GO
interlayer d-spacing to meet the solute rejection specifications via adding a spacer of specific molecular
size [42]-[44]. Unlike polymeric and organic crosslinkers, metal cation crosslinkers show a higher
precise control of the lamellar distance in GO, and therefore, a higher permeation and selectivity rate

are achieved, as well as an increased stability in aqueous solutions [41].

Furthermore, in GO nanosheets reduction, the oxygen groups are partially reduced via chemical
reaction or thermal treatment. However, there is a trade-off between the permeation flux, rejection, and

stability of rGO membranes [45], [46].

Reducing GO results in introducing more of the pristine graphitic sp? regions, where there is less
amount of oxygen functional groups in the basal plane, and therefore the water permeation through it
has lower flow resistance that is created by the hindrance from the hydrogen bond interaction between
water and oxygen. In fact, water permeation in lower oxidation degree GO membrane is ten times
higher than that of high oxidation degree [47]-[49]. However, reducing GO can also result in decreasing
the interlamellar d-spacing between the nanosheets, and thus decreasing the transportation channel

volume size for the water to pass through significantly [46], [48]. Additionally, reducing GO will also
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improve the membrane’s stability by substantially improving the n—n interactions between the rGO

sheets [50].

This paper presents a study conducted aiming for developing a more stable, highly permeable, and
selective GO membrane for produced water treatment using the pervaporation technology by
combining different strategies. The study proses a partial reduction and metal cation crosslinking of
GO membranes after vacuum filtering the GO on a polyethersulfone (PES) paper. The GO membranes
were fabricated by either metal cation crosslinking the rGO membranes (method 1) or reducing the
crosslinked GO membranes (method 11). Metal cations of Zn?* and Fe®* were incorporated into the
laminar structure of rGO as divalent and trivalent crosslinkers, respectively, to crosslink the nanosheets
together. The prepared M*-rGO were further tested by the pervaporation technique for produced water
resulted from the steam-assisted gravity drainage (SAGD) in the petroleum industry. Additionally, an

abrasion test was performed to assess the mechanical stability of the membrane.

4.3 Experimental Methods

4.3.1 GO Synthesis and Membrane Preparation:
A modified Hummer’s method [51], [52] was used to synthesis GO. Graphite flakes of 1.5 g (Alfa

Aesar, Haverhill, MA, USA, -10 mesh, metal basis, 99.9%) were measured and oxidized in a mixture
of 9 g of KMnO4 (Sigma Aldrich, St. Louis, MO, USA) dissolved in concentrated 240 mL of H>SO4
(Sigma Aldrich, St. Louis, MO, USA) and 20 mL of HsPO4 (Sigma Aldrich) and the reaction was kept
at 45 °C for overnight. Subsequently, the solution was cooled down in around 200 mL of ice water in
which about 5 mL of H,O, (30%, Sigma Aldrich, St. Louis, MO, USA) was carefully added to the mix
under continuous stirring until the solution turned into brilliant yellow color. Afterwards, washing the

obtained GO dispersion of residual acids, etc. was done with two cycles using HCI (10%, Sigma
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Aldrich) and three cycles using ethanol (95%, reagent alcohol grade, Sigma Aldrich, St. Louis, MO,
USA) by centrifugation at 3500 rpm for 30 minutes (acuuSpin™3, Fisher Scientific, Waltham, MA,
USA), and redispersing the pellet. Lastly, redispersion for the GO solution was done in ethanol and the
resulted slurry stock was sealed and kept for future uses after measuring its concentration, and analyzing
its functional groups to confirm that the GO was synthesized successfully using Fourier transform-
infrared spectroscopy (FTIR, Thermo Nicolet, Madison, WI, USA). FTIR scanning was applied from

4000 to 400 cm™ using a potassium bromide (KBr) disc.

GO membranes were fabricated by vacuum filtration technique. A volume of 89.6 uL was pipetted
from 6 mg mL* GO in ethanol stock solution and dispersed in 50 mL of n-butanol (Sigma Aldrich, St.
Louis, MO, USA). Afterwards, the solution was sonicated in an ice bath at 50% amplitude for 10
minutes using tip sonicator (Sonics, Vibra cell™, Tip model: CV334, CT, USA). Subsequently, the
solution was vacuum filtered through a filter substrate of polyethersulfone (PES) (pore size of 0.1
microns, diameter of 47mm, Sterlitech Corporation, Kent, WA, USA) and was kept covered overnight.
All fabricated membranes were dried for at least 24 h in a dry air desiccator at 0.5% relative humidity

(Series-100, Terra Universal).

4.3.2 Preparation of Zn-rGO and Fe-rGO:

The prepared membranes were further treated by either of the two different treatment methods as shown
in Figure 4-1. The first path is by partially reducing the membrane for different time periods, and then
followed by crosslinking. The second path is by crosslinking the membrane in different crosslinking

solutions concentrations, and then partially reduced.
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Figure 4-1: Methods of treatments for vacuum filtered membranes

In the first method, the prepared GO/PES membranes were reduced in a vacuum oven (Isotemp,
Thermo Fisher Scientific, Marietta, OH, USA) at 200 °C for 5, 10, or 15 minutes. The rGO membranes
were then left to cool down to room temperature in a dry air desiccator before immersing in the
crosslinking solutions for 24 h. Two types of solutions of 100 mL of 0.1 M were prepared by dissolving
ZnCl; (Sigma Aldrich, St. Louis, MO, USA) and FeCls (Sigma Aldrich, St. Louis, MO, USA) in DI-
water, and adjusting their pH to approximately 5-6 using dilute HCI solution (<1%, Sigma Aldrich, St.
Louis, MO, USA). Afterwards, the membranes were left to dry in the dry air desiccators for a minimum

of 24 hours prior to any characterization or pervaporation testing.
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In the second method, the prepared GO/PES membranes were crosslinked in solutions of 0.01 M, 0.1
M, and 0.5 M of Zn?* and Fe3* ions as prepared above, followed by drying. Afterwards, the crosslinked
membranes were reduced under vacuum in the vacuum oven at 200 °C for 5 minutes, and then kept in

the dry air desiccator before characterization or pervaporation testing.

4.3.3 Membrane Characterization:

The prepared membranes were characterized using different techniques. the degree of reduction and
metal cation crosslinker loading on the membrane were measured using an energy dispersive X-ray
spectroscopy (EDS, Oxford Instruments, model: INCA X-act) fitted on a thermal emission scanning
electron microscope (SEM, TESCAN Vega). Membrane samples were gold sputter-coated for 139 s
before the analysis so as to increase their electric conductivity. Moreover, cross-sectional imaging was
carried out for the GO/PES membrane using 10 kV acceleration voltage and using a secondary electron

detector. The thickness of the membrane was further estimated using ImageJ software.

The change in the interlayer d-spacing between GO sheets was detected via powder X-ray diffraction
(XRD, Rigaku Miniflex II), by measuring 20 over a range between 5° to 65° using radiation of Cu ka
(A= 154059 A). Samples were kept sealed away from humidity until they were tested. The intensities
of the measured peaks were corrected to the internal PES reference peak. Further, the change in
membranes’ hydrophilicity was evaluated by a laboratory made sessile drop technique and a smart
phone camera [53]. ImageJ software was used to measure the contact angle of a DI-water droplet
pipetted on the surface of the membrane. The analysis was repeated three times using different locations

on the membrane.
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4.3.4 Membrane Performance Testing by Pervaporation:

Membranes separation performance was evaluated in a laboratory designed pervaporation filtration
model as outlined in Figure 4-2. Two types of solutions were used for testing: saline water, and a
laboratory made produced water model based on produced water originating from the steam assisted
gravity drainage (SAGD) process [54]. The saline water solution was prepared by dissolving 30,000
ppm (30 g L) of NaCl in DI water. The produced water model was prepared by adding 45 ppm of
phenol, 45 ppm of cresol, and 10 ppm of naphthenic acid (mixture of isomers) to the saline water
solution. The solutions were fed to the laboratory made customized pervaporation test cell module via
a peristaltic pump (Fisher Scientific), at a rate of 75 mL min™, and the temperature inside the test cell
was maintained at 30 °C by a thermocouple measuring the instant solution temperature and connected
to the hotplate’s feedback controller. The pervaporation experiment was run for 2 h and samples were
collected every 20 min from the condensers (Sigma Aldrich, inner condensation surface area of 334
cm?) that are cooled to about -35 °C using a slurry of dry ice in ethanol. Each membrane sample was

examined for three runs using a new sample on each run.

Peristaltic
pump

Condenser A

Membrane test cell

Feed
solution

Vacuum
pump

T Feed-back
I temperature
ol H controller

Heating Condenser B
source

Figure 4-2: Membrane pervaporation separation apparatus outline.
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Long term pervaporation tests were carried out for Zn-rGO membrane prepared by the second method
of crosslinking GO/PES in 0.1 M of Zn?* solution. The membrane was tested for pervaporation using
PWM mixed with oil foulants solution. The solution was prepared by mixing 50 ppm of sodium dodecyl
sulfate (SDS, Sigma Aldrich, St. Louis, MO, USA) and 1500 ppm hexadecane (Sigma Aldrich,
St. Louis, MO, USA) in 500 ml DI water using a homogenizer (CAT, Model: X-120, Staufen, Germany)
at 1,500 rpm for 2 h [55]. Subsequently, the PWM solutes were added to the resulting white milky
emulsion, and the pervaporation was run at 30 °C for 12 h and samples were collected every

60 min.

The water permeation flux was figured by measuring the mass of the condensers before and after each
cycle by a digital balance (OHAUS, Model: NV2101, repeatability = 0.1 g). calculations for the The

permeation flux (J) through the membrane was figured out using equation (1):

M
] = T AL ,(Lm™2h71) (1)

where M is the mass of the collected water, A is the effective membrane area and At is the collection

time period. In order to identify the permeation flux outliers for collected samples, Nelson’s rule was

used which points out the samples that are greater than three standard deviations from the average flux.

Further analysis for the collected permeated water samples was done to determine their salt content and
produced water model components concentration by measuring the conductivity (OAKTON PC700,
Vernon Hills, IL, USA), and using the ultraviolet visible analysis (UV-Vis, Thermo Scientific

Evolution 300). The solute rejection was calculated using equation (2):
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C
R= <1 ——”) X 100% , (%) (2)
Cy

where Cp and C; are the collected permeate and the initial feed solute concentrations, respectively.

4.3.5 Mechanical Abrasion Testing:

Membrane stability and mechanical integrity was tested using an abrasion resistance assessment. The
setup consists of an abrasive rotary wheel that is connected to a PC and controlled by Allpath software.
In this method, the membranes were dipped in water for around 1 sec and placed flat at the sample
holder, and the wheel (Material: canton flannel buffs, diameter= 15 cm, McMaster-Carr, USA) was
rotated at a speed of 1 rpm for 10 seconds. The total area of the GO layer on the substrate was
determined before and after the abrasion by analyzing photographs for abraded vs. non-abraded areas

using ImageJ software.

4.4 Results and Discussion

4.4.1 Membrane Characterization:

FTIR spectrum of the synthesized GO nanosheets used in fabricating the membranes is shown in Figure
4-3a. Detected characteristic peaks shows the GO was successfully synthesized with ample oxygen
containing functional groups presented for crosslinking the nanosheets together. FTIR spectrum
Characteristic peaks include a broad peak at 3600 cm™ — 2500 cm™ due to the O-H groups stretching
vibration, a sharp peak at 1735 cm™ attained due to the stretching vibration of C=0 groups, a sharp
peak at 1623 cm™* corresponds to unoxidized sp® C-C bonding, a peak at 1380 cmattributed due to the

bending deformation of C-OH groups, and a peak at 1226 cm* due to the vibration of C-O-C groups
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[52], [56]. The obtained membranes by vacuum filtration are defect free and uniform as shown in Figure

4-3b.
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Figure 4-3: a) FTIR spectrum of the synthesized GO sheets, b) a photo of GO/PES vacuum

filtered membrane.

In order to verify the reduction and the crosslinking of the prepared GO membranes and measure their

degrees, EDS was carried out for membrane samples before and after reduction and crosslinking

treatments. Figure 4-4 shows the C/O ratio and the metal cation crosslinker content in the membrane.
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Figure 4-4: C/O ratio and their metal cation crosslinkers loading percentage for GO
membranes prepared via a, b) first method (reduced then crosslinked), respectively, c, d)
second method (crosslinked then reduced), respectively, measured by EDAX. The error bars

represent one standard deviation of three independent measurements.

For the membranes that are prepared by the first method, which is a partial GO reduction followed by
metal cation crosslinking, the results show an increase in their C/O ratio (2.48 £ 0.05 to 3.35 + 0.19)
compared to the control one of 2.32 = 0.10 (0 min reduction and 0.1 M*), and as the reduction time

increases, the higher the reduction degree is attained as shown in Figure 4-4a. Moreover, the metal
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cation crosslinker loading in these membranes decreases as the reduction time increases, due to the
lower amount of the O-groups present for crosslinking as shown in Figure 4-4b. Zn?* metal cations
make 4 and 6 coordination bonds with the O-groups in GO while the coordination number for Fe* is 6
[57], [58]; and therefore, it is expected that Zn?* cations loading in GO membranes is higher due to the

lower number of O-groups needed for Zn?*~0 bonding.

Membranes prepared by the second method of crosslinking the GO sheets by Zn?* and Fe** at different
concentrations followed by a partial GO reduction, show a C/O ratio ranging between 2.86 + 0.09 to
3.87 £0.27, and 2.54 + 0.09 to 3.66 * 0.09, respectively. M*—rGO membranes prepared by the second
method have higher C/O ratio than those prepared by the first method, as shown in Figure 4-4c (by
comparing the membranes of 5 mins reduction followed by 0.1 M M*, with 0.1 M M* followed by 5
mins reduction). Since the presence of metal cations in GO improve the order of the laminar structure,
in which they increase the thermal conductivity of GO membranes, achieving faster reduction rate than
non-crosslinked membranes [59]. Consequently, this also explains the higher reduction rate of

membranes crosslinked in higher metal cation concentration solutions.

Additionally, the membranes immersed in higher crosslinker concentration solutions achieved higher
M* loadings as illustrated in Figure 4-4d. In addition, membranes crosslinked with Zn?* achieved higher
loading in the membranes compared to Fe** due to the lower number of O-groups needed for bonding

as mentioned above.

Contact angle measurements were performed for the treated membranes as well as a control membrane
of GO/PES (non-crosslinked and non-reduced), as shown in Figure 4-5a. The degree of hydrophilicity
decreases as the C/O ratio increases due to the high amount of carbon present that lowered the degree

of water droplet adsorption. Additionally, membranes that are crosslinked with Fe3* cations are more
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hydrophilic than those crosslinked with Zn?* cations despite their higher loading, since Fe** cations are

more electronegative and can attract water at a higher rate [60], [61].

The interlayer d-spacing of the lamellar stacked GO sheets in the membrane decreases after crosslinking
and reduction treatments, as shown by the XRD analyses in Figure 4-5b. The partial loss of oxygen
containing groups in GO that causes the repulsion between the sheets, and the presence of M*—x
interaction after crosslinking overcomes the low remaining repulsive forces by oxygen containing
groups in the GO, leading to narrower interlayer spaces between the GO sheets [48], [62]. By comparing
the two controls of M*—rGO membranes (membranes prepared by 5 mins reduction followed by 0.1 M
M*, and 0.1 M M* followed by 5 min reduction); it can be shown that Zn-rGO membranes show lower
d-spacing than Fe-rGO, due to the higher loading of Zn?* cations, as illustrated by the EDS results, and
hence more attraction forces exist resulting in smaller interlayer d-spacings, despite the smaller size of

Fe®* ion (radius= 0.60 A) compared to Zn?* ion size (radius= 0.74 A) [63].
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Figure 4-5: a) Contact angle measurements and b) XRD analysis for the membranes prepared
via two methods, control sample is non-reduced and non-crosslinked GO/PES membrane. The

error bars are one standard deviation of three independent measurements.

4.4.2 Membranes Performance:

The pervaporation performances of the synthesized membranes of different crosslinking concentration,

reduction time and preparation order, were evaluated by determining their water flux and salt and
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organic solutes rate of rejection as shown in Figure 4-6. Generally, the results show that the higher the
reduction rate of a membrane in the second method resulted in a lower permeation flux of water passes
through when comparing the control membranes of both methods (5 minutes partial reduction followed
by crosslinking in 0.1 M M*, or, crosslinking in 0.01 M M* followed by a partial reduction for 5
minutes) in testing saline water and PWM. Since the higher reduction rate of the membrane resulted in
lowering the interlayer d-spacing between the GO sheets, the volume size of pathway channels for
water to flow through were reduced and hence the permeation flux decreased [46], [48]. Moreover,
reducing the graphene oxide membranes will increase the tortuosity for the flowing water, because the
membranes’ porosity was decreased by losing the oxygen functional groups that form bigger pores at

the edges of the GO sheets.

Additionally, the water permeation flux of Zn?*~rGO membranes is higher, since it was reduced at a
higher rate than Fe**~rGO, and thus, more unoxidized regions present in Zn**-rGO, allowing lower
flux friction of water molecules with Oxygen containing groups by forming H-bonding interaction

[47]-[49].

Saline water pervaporation separation by membranes prepared by both methods shows > 99% of salt
rejection for all membranes and a pure water flux of 3.6 + 1.6 L m2h?t0 8.3+ 1.5 L m2h™as shown
in Figure 4-6a. The highest permeation flux of 10.5 + 1.8 L m~h* was attained for non-reduced GO
membranes since they have the highest interlayer spacing, whereas the flux decreased as reduction rate
for GO increases. Additionally, the repulsive forces between the salt and the crosslinking cations of
Zn*" and Fe®* prevented the salt from passing through the membrane. Upon the hydration of the M*—
GO membranes, the interlayer d-spacing can precisely be controlled by the cation—n interactions
generated from the cations and the aromatic rings, which can selectively induce molecular permeation

through the M*—=GO membranes [41], [64].
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PWM pervaporation separation flux shows a similar trend to the saline water separation with lower a
flux permeation rate of 3.1 + 1.1 L m?h?to 7.5 £ 0.7 L m?2h™as shown in Figure 4-6b. The solute
component rejection rate increases by both the decrease of the interlayer d-spacing and metal cation
loading on the membrane. Additionally, Fe** crosslinked membranes show higher solute rejections rate
than Zn?"in general. The higher electronegative ion of Fe®** formed higher repulsive interaction forces

with the polar solutes in PWM that resulted in a higher rejection rate than Zn?* crosslinked membranes.

The highest PWM solute rejection rate was around 69% for the membranes that were prepared by
crosslinking in 0.5 M Fe®* solution followed by 5 minutes reduction, in which they obtained the lowest
water permeation flux. This shows the trade-off between permeation flux and solute rejection, as
reported in many other membranes fabricated with different materials which has always been the

drawback in membrane desalination [65]-[68].
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Figure 4-6: Water permeation flux for different types of membranes prepared by the two
methods used in a) NaCl solution, and b) PWM; c) rejection rate of organic solutes of PWM.
Control sample is 0 minutes reduction and 0.1 M M* loading. The error bars represent one

standard deviation of three independent measurements.
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Furthermore, membranes’ rejection towards the PWM solutes is nonselective, because of the fact that
simulated PWM solutes have the same chemical structure and functional groups. This was proven by
the curves of UV-Vis as shown in Figure 4-7. The figure shows that the shape of the plotted UV-Vis
curves is identical for both of the collected sample curve when normalized and the initial PWM feed

curve.
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Figure 4-7: UV-vis spectra example of one of the collected permeate samples from PWM

separation, and its normalized curve that matches its initial feed solution spectra.

4.4.3 Long Term Pervaporation Performance:

Long term pervaporation separation was carried out to examine the membranes’ performance over an
extended period of time of 12 hours using a solution of PWM with foulants. The membrane sample
used was a reduced GO after crosslinking in 0.1 M Zn?* solution and the pervaporation experiment was
repeated three times with independent samples. The permeation flux was compared with non-reduced

Zn-GO membrane that was treated in 0.1 M ZnCl; solution for 24 hours from our previous work [69].
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In order to show its performance with the experiment progress in a clearer way, the measured flux at
each hour was normalized with respect to the initial flux as shown in Figure 4-8. The Zn-rGO membrane
shows a drop of 6% from the initial flow with a slight increase in solute rejection for PWM with foulants
as shown in Figure 4-8; whereas, Zn-GO membranes shows a drop in flux of 24% and a large increase
in solute rejection over time [69]. The drop in the permeation flux is mostly a result of the concentration
polarization and foulants build up near the GO surface which appear to be more severe in the non-
reduced GO membranes because of their high functionality. Moreover, the increase in PWM and
foulant rejection is due to the adsorption of some of the foulant molecules onto the surface.
Additionally, The NaCl rejection for both tested membranes were > 99% throughout the experiment.
Additionally, water permeation through rGO membranes portrays a more stable and consistent flow
throughout the pervaporation experiment than non-reduced GO membranes. This is likely due to the
less interaction between water molecules and the rGO sheets in the membrane compared to the non-
reduced GO membranes that has abundant functional groups, and consequently, more uniform flow
and less amount of water is being trapped within the rGO membrane at any certain time which makes

the flow of water more constant.
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Figure 4-8: Flux/flux0 (J3/Jo), and PWM organic solutes rejection vs. time by Zn-rGO and Zn-

GO membranes.

4.4.4 Stability Testing:

The mechanical integrity of the prepared M*-rGO membranes were examined by an abrasion method.
Figure 4-9a demonstrates how resistive the membranes are by showing its abraded area when subjected
to abrasion by a rotating wheel abrader. The higher the abraded area percentage, the least mechanically
stable the membrane is. Membranes that were prepared by the second method in 0.5 M M* solution
show the highest abrasion resistance. Fe**~rGO and Zn?*-rGO Show an area abraded of 3.7% and
25.1%, respectively. This indicates an improvement of 95%, and 67% in resistance to abrasion by
comparing it to the area abraded of control GO/PES membrane for both Fe*" and Zn?" crosslinkers,
respectively. In general, membranes’ resistivity towards abrasion is higher for the membranes that have

a higher C/O ratio. The reason is that GO sheets with low functionality have less interlayer repulsion
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forces and are more intact together after wetting. In addition, membranes that are cross-linked with Fe®*
cations show higher resistance towards abrasion, this shows that Fe** bonding to GO is stronger,
probably because Fe®** has higher electronegativity than Zn?*, and therefore, it forms more stronger

bonds with the oxygen in the GO membranes.

a) T T T T T T T T T T T T T
8 I zn-rGo
] Bl Fe-rGO| |
I Control | |
& 60+
@
I
IS5
3
9 40+
o
Ko}
<
20
0+
Control 5min 10 min 15min 0.01M 01M 05M
Membrane type
b) T T T T T
80 1 B
] : Il Zn-rGO| |
70 B Fe-1GO| |
—~ 60+
=
g 50
IS
T 40
e}
I
o 30
<
20
10
0_

5 min 5 min reduction 0.1M M+ 0.1M M+
reduction +0.1M M+ +5 min reduction

Membrane treatment

Figure 4-9: a) Abraded area of the membrane by a wheel abrader for the prepared membranes.
(control membrane is non-reduced and non-crosslinked GO/PES membrane), b) the abraded

area of the membrane before and after the second treatment step.
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Moreover, Figure 4-9b shows the effect of the second step of crosslinking rGO or reducing M*-GO, for
both methods in strengthening the membrane resistance to abrasion. Membranes that are crosslinked
with Zn?* got more reinforced in the second step treatment in both methods, because of their higher

loading in the membranes.

Furthermore, the stability testing conducted further illustrates the nature tradeoff of graphene-based
membranes between their permeation flux, selectivity, and stability in water. It can be realized, as
expected, that the highly stable membranes have the lower interlayer spacing and higher C/O ratio, and
thus, they have higher organic solute rejections and lower water flux. The crosslinking agents not only
enhanced the membranes stability in aqueous solutions, but also improved the organic solute rejections
from passing through the membrane. While water treatment using graphene-based membranes been
widely studied, their performances remain under the theoretical limit up to date [70]. Nevertheless,
produced water separation was not studied broadly by pervaporation technique, and few studies have
been conducted. GO modified Al,Oz membranes were used for commercial ceramic microfiltration
[71]. Their GO modified membrane was tested in a crossflow membrane module under a pressure of
0.1 MPa. It revealed a flux of 667 L h™'m2 which is 27.8% higher flux than the unmodified membrane.
The oil rejection achieved was 98.7%, however, the system was not tested for salt rejections. In another
work, graphene on a polyvinylidene difluoride (PVDF) was prepared by phase inversion and tested for
RO brine resulted from coal seam gas produced water using air gap membrane distillation (AGMD)
[72]. Their membrane achieved a permeation flux of 20.5 L m* h with a salt rejection of 99.99%.
However, their system was not tested for organic solutes rejection and AGMD was used as a second
step after RO, which implies more energy required for the multi-step process. Furthermore, in a more
recent study, amine-GO incorporated on a polysulfone (PSF) substrate was synthesized by interfacial

polymerization and utilized for shale gas produced water purification using a nanofiltration method
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with a pressure of 0.1 MPa to 0.5 MPa [73]. The highest flux obtained was 49.30 L m2 h, and the salt
and organic solute (glucose) rejection of around only 60% to 95%, and 47%, respectively. In addition,
a recent study showed a produced water purification by nanofiltration using GO/B-cyclodextrin on
porous substrates of PSf membrane [74]. The optimal performance membrane showed a flux of 107 L
m2 htand 103.5 L m? h! for testing salt water and oil solution permeability. In addition, an excellent
rejection of hydrocarbons of 100%, however, the rejection of the monovalent and divalent salts was
only about 89% and 74%, respectively, for a very low concentrated solutions of 1000 ppm each.

Additionally, a high pressure of 0.6 MPa was used to drive the membrane separation.

Furthermore, in a very recent and similar study conducted for produced water separation by GO/PES
and TiO, nanoribbons/PES prepared by phase inversion. In this study, produced water obtained from
an oil field, and tested by a nanofiltration at a pressure of 0.3 MPa [75]. The best optimal membrane
was the GO/PES membrane that had a flux of 85 L m? h and the highest salt rejection rate of 81%
only for the chloride ion constituent that was fed to the system at a very low concentration of 10,220

ppm; and oil rejection of 88%.

In addition, similar recent research was carried out to investigate saline water separation utilizing a
crosslinked rGO with monovalent metal cation of K* [70]. The membrane was tested in dead end test
cell under 0.6 MPa. In addition, the highest permeation flux obtained was 0.1 L m h'* with NaCl
rejection of 91%. Additionally, contrary to the findings of their study, the M*—rGO membranes prepared
in our study by reducing the crosslinked GO membranes (method Il) have a strong stability than
crosslinking the rGO. Further, it is noteworthy that the K* cation crosslinkers used in the study is a
weak ion compared to most of other ions present in salts, and therefore, K* is expected to tend to leak
out of the GO lattice, because of the presence of other competing ions which have stronger interactions

with GO, which eventually affect the stability and selectivity of the membrane [76]. Whereas the
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crosslinkers presented in our study (Zn?" and Fe®"), have a higher interaction rate with the GO, thus,

their cation—r interactions keep the GO nanosheets intact for longer time.

4.5 Conclusions

In conclusion, the performance and stability of graphene oxide (GO) membranes were improved by the
strategies of physical reduction and crosslinking. GO membranes were synthesized and prepared by
vacuum filtration technique on polyethersulfone (PES) substrates. Afterwards, it was further treated by
either reducing the GO membranes followed by crosslinking; or, reducing a crosslinked GO membrane.
GO reduction was carried out under a vacuum at 200°C for different periods of time. The GO nanosheets
were crosslinked utilizing divalent (Zn?*) and trivalent (Fe3*) metal cations with different
concentrations. The membranes prepared by the two pathways were further characterized and tested
for their performances. The obtained M*—rGO membranes were used for produced water treatment of

simulated water of SAGD process, by a pervaporation separation technique.

M*-rGO membranes were characterized first for their degree of reduction. Membranes that bear a
higher C/O ratio showed a lower interlayer d-spacing between the GO nanosheets, and hence, a higher
separation sieving for the organic solutes of the produced water. Also, the higher C/O ratio membranes
suffered from a lower water permeation flux through its nanochannels. The highest permeation flux of
M*-rGO membrane obtained was for Zn?* cation crosslinker of 8.3 + 1.5 L m? h! for saline water
separation, and 7.5 + 0.7 L m h! for PWM separation. The salt rejection was > 99% for all the
membranes, and the highest organic solute rejection was 69%. On the other side, these membranes
exhibited the highest resistivity against the mechanical abrasion due to the increased cation—x

interactions between the metal cation and basal rGO structure.
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In addition, Zn**-rGO membrane was tested for long term produced water pervaporation separation.
The results were compared with non-reduced Zn?*-GO form our previous study. The Zn?*—rGO
membranes showed a more consistent water flow through the membrane, and a smaller drop of 6%, in
the permeation flux than the non-reduced Zn?*~GO membrane (drop in flux = 24%), as well as a higher
organic solutes rejection. Additionally, Fe** modified rGO membranes prepared by the second method

showed a higher abrasion resistance of 95% compared to 67% for Zn?* modified rGO membranes.

While the flux and salt rejection of our membrane is higher than the recent similar reported study of
monovalent crosslinked K*—rGO, the future direction of this research will focus on enhancing the water
permeation flux without compromising the selectivity and mechanical integrity of the graphene-based
membrane. We wish that these obtained findings will enrich the knowledge of produced water

separation by the technique of pervaporation using GO membranes.
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Chapter 5
Conclusion and Future Work:

In conclusion, the first study of the thesis examined the potential and feasibility of separating highly
saline water and produced water separation by the pervaporation technique using a vacuum filtered
graphene oxide (GO) membranes. The performance of GO membranes with different GO-loadings on
polyethersulfone (PES) were assessed for short and long term for six types of solutions: brackish water
(30,000 ppm NaCl/DI-water), single organic solute of simulated produced water: 45 ppm of phenol, 45
ppm of cresol, and 10 ppm of naphthenic acid, and a produced water model (PWM) solution simulated
from SAGD process, which contains the mixture of the organic solutes and salt. In additions, the
membranes were also tested for a laboratory simulated oil foulants containing 50 ppm of sodium
dodecyl sulfate and 1,500 ppm of hexadecane. GO membranes were crosslinked with Zn?* to hold the
nanosheets together, and the experiment was run in a laboratory custom made test cell at different
temperatures. The initial water permeation fluxes were substantially higher than those stated in
literature for the GO membrane-based treatment. However, the flux gradually decreases when the
organic constituents and foulants are introduced to the solution. The salt rejection was around 99% in
for all the tested membranes, and the organic solute rejections were non-selective, and they are around
40-50%. In long term pervaporation experiments, the membranes were tested for 72 hours using
50 ug cm™* GO membranes over the operation time, the flux and rejection were reduced. Moreover, in
depth elemental analysis investigation of the long term GO membranes revealed that Zn?* crosslinker

goes under a hydrolysis transformation to Zn(OH)..

The second study of this project focused on improving the permeation flux and molecular sieving of

the GO membranes as well as their stability for the pervaporation separation. Two techniques of
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physical reduction and a multivalent cationic crosslinking were used in two different treatment
methods. The first method is crosslinking a graphene oxide membrane that has been reduced for
different periods of time in a vacuum oven, while the second method is reducing a metal cation
crosslinked GO membrane that has been crosslinked using different solution concentrations. Divalent
and trivalent metal cation crosslinkers of Zn?* and Fe**, respectively, were used to link the graphene
nanosheets together and decrease the swelling effect upon hydration. The prepared M*-rGO/PES

membranes were characterized for its chemical and physical properties,

and their performances were tested for high salinity water, PWM, and PWM with oil foulants
pervaporation separation. The membranes showed a salt rejection higher than 99%. The water
permeation flux rate studied in this project had lower flux than the first study due to the decrease in the
interlayer d-spacing by reduction, however, they showed higher organic solute rejection, as well as
more mechanical stability upon hydration. In addition, a stability testing by rotating wheel abrasion
was carried out for the prepared membranes to examine their resistance when abraded in wet

environment.

Moreover, long term pervaporation separation test was performed for 12 hours for Zn-rGO membrane
for PWM with foulants. It showed higher and more stable performance and mechanical integrity than
the membrane prepared in the first study. It achieved a lower permeation flux drop and lower organic
solute rejection drop, than the membranes from the first study. Additionally, it showed higher

mechanical integrity when subjected to the wheel abrader.

As it was illustrated in this research in the first study, GO exhibits a considerable membrane material
potential for saline water and oil field produced water separation. Nevertheless, it has an inherited trade-
off between its permeation flux, molecular sieving, fouling deposition, as well as stability and they can

not be increased at the same time, which limit their usage capabilities as shown in the second study.
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The future work aspects of this project include increasing the permeation flux through the membrane
without affecting the high selectivity, improving the solute rejection, and enhancing the stability in

water.

One of the effective methods to increase the flux can be achieved by reducing the tortuosity of the water
transportation diffusion path. This can be done by synthesizing small graphene oxide flakes [1], [2].
Small lateral size of GO nanosheets membranes prepared by pressure assisted filtration can achieve an
ultrafast organic permeation by around 10 folds higher when tested on a nanofiltration apparatus [1].
In another study investigated the effect of varying the GO lateral size of a mixed composite of GO on
a PSF membrane, on its performance by forward osmosis desalination. Different sizes of GO
nanosheets were varied using different sonication tip and sonication time of the synthesized GO

dispersions. The study revealed that the smallest GO flakes showed 51% higher water flux [3].

In addition, another method of decreasing the tortuosity is to increase the number of pores in the GO
lamellar structure by etching treatment. Etching introduces more nanopores, and can be performed by
a chemical or physical etching of GO. In a very recent study, chemical etching was carried out by
reacting H-O- to GO solution to form holey GO, before further mixing it with a polymer and depositing
it onto a substrate [4]. The resulted membrane had higher water and salt permeation with improved dye

retention in a crossflow filtration.

Furthermore, one of the methods to enhance the solute rejection has been introduced in the membrane
separation field, yet has not been extensively developed. It operates by inducing an electric current to
the membrane surface in order to electrostatically attract or repel the undesired components in ion-
exchange membrane separation technique [5], [6]. In a water desalination study, a mixed matrix
membrane of sulfonated-PES incorporating GO was tested in a lab made electrodialysis system

equipped with DC current. The membrane performance was investigated for power consumption and
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current efficiency, and water permeation and salt rejection. The study revealed that incorporating GO
in the polymeric membrane will decrease the power consumption by 20% and a more stable membrane
[7]. The membranes in our study have been synthesized and crosslinked with cations of Zn?* and Fe®*
which make them good electric conductors and have the potential for ion exchange membrane

separation.

In addition, other future studies aspects of this project include different parameters that affect the

performance of the membrane as following:

o Membrane crosslinking variation using different metal cation crosslinkers.

¢ In depth post-separation analysis for the membrane used at different process parameters such
as: feed temperature, applied pressure, stock solution pH, and introducing different biofouling
components to the feed stock.

o Test the performance of the membrane using real produced water obtained from the petroleum

industry.

Moreover, the system that have been developed in this study shall require further study for real life
processing plants scale by simulating the system and building a model for it using a simulation software

and a computing tool for optimizing the best operational parameters.

Furthermore, the long-term future plans shall focus on synthesizing GO membranes on large,
commercialized scale and testing their efficiencies for longer terms like 6 — 12 months using a real

produced water that consists of different salts, scales, dissolved organic chemicals and foulants.
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