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Abstract

Emulsions can be found in almost every part of the petroleum production and recovery process: in
reservoirs, produced at the wellheads, in the refining processes and in transportation pipelines. The
presence and nature of emulsions define the technical way for their treatment. The mechanisms for
emulsion destabilization are flocculation, creaming, sedimentation, coalescence and Ostwald
ripening. The separation of an emulsion can be achieved with any combination of methods such as:
use of chemical demulsifiers (chemical treatment), increase of temperature (thermal treatment),
apply of electrostatic fields (electrical treatment) or use vessels with high residence time (mechanical
treatment).

This work intends to provide an analytical description of the variety of the separation mechanisms,
including innovative techniques such as the oscillatory mixing, the microwave radiation, the
sonication, the ultrasonic treatment and the electrostatic method.

An important part of this work was to research and collect data about recent commercial chemical
demulsifiers. The components of the demulsifiers such as droppers, treaters, desalters and wetting
agents and their purpose of use are described in details. Methods such as the SAD method, the HLB
value are presented and especially the RSN value is used widely in the literature. The procedure of
acquiring representative samples for specific tests like the bottle test is also described in order to
provide information about the effectiveness of the treatment chemicals on the separation of the
emulsions. There are demulsifiers for strict environmental restrictions, or treating light oils, heavy
oils, working well at low temperatures or in low or high water cuts. The activity, the solubility and the
RSN value is given for the majority of the presented demulsifiers. However, most companies can
produce tailor-made demulsifiers based on customer’s specifications and performance requirements.

The last part of this work refers briefly to the emulsion simulations and the difficulty to have
consistency between the simulations results and the experimental data. A large number of articles is
published worldwide for the development of the simulation models. The simulation task is still a
subject of state-of-the-art research.
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1. INTRODUCTION TO CRUDE OIL AND EMULSION TREATMENT

The word petroleum means literally rock oil and refers to hydrocarbons that occur widely in the
sedimentary rock deposits as a mixture of gas, liquid, and suspended solids.™ Petroleum is an
extremely complex mixture of hydrocarbons often in coexistence with nitrogen-, oxygen- and sulfur-
containing molecules.” The carbon content of the oils varies in the range of 83-87 wt % and the
hydrogen content in the range of 2-14 wt %. The sulfur content varies between 0—6 wt % while the
nitrogen content varies between 0-2 wt % and the oxygen content from 0-5 wt %."! Crude oil varies
in composition and properties with the maturity stage and the location of the oil field, resulting in
the variation of interfacial properties, stability and separation processing.”

At the first stage of production, hydrocarbons and water are displaced from the reservoir into the
wellbore and up to the surface. The hydrocarbons are in a liquid and a gaseous form. As we extract
fluids, the reservoir pressure declines and the production rate decreases. In order to maintain the

) Water and oil are

production, water should be injected into the reservoir through injection wells.
two immiscible liquids. By intense agitation, which plays a key role, a mixture of water and oil can be
created. This mixture is called emulsion and consists of two phases, where one phase in the form of
droplets is being suspended in the second continuous phase. The droplets of one phase remain
dispersed and cannot collide and form larger droplets when a film is created at the surface of them.
This film acts as barrier and consists of components such as asphaltenes. They are naturally found in
crude oil and they have the ability to create such films. In the absence of asphaltenes, water and oil

cannot form a crude oil emulsion.

Such components that act as the asphaltenes are known as emulsifiers. They define the stability of
the emulsion.”! Depending on the quantity and the nature of emulsifiers the emulsion can be
unstable or stable. An emulsion is defined as stable when it is not easy to break into oil and water. It
occurs when the emulsifier migrates to the oil-water interface and forms the interfacial film around
the drops. A second stabilization mechanism occurs when the emulsifiers consist of very fine solid
particles much smaller than the suspended droplets and are wetted by both the oil and water
phases.” Treatment targets to break the barrier film and thus facilitate the creation of larger
droplets. Treating operations for emulsion breaking should be conducted as close to the wellhead as
possible.

In this work the treating methods for water-in-oil emulsions will be investigated. Water-in-oil
emulsions refer to water droplets being suspended in a continuous oil phase. Treating methods are
categorized into mechanical, electrical, thermal, and chemical. Mechanical methods include
vibration, centrifugation, gravity separation and they take place in separation vessels. In electrical
method the emulsion is subjected to a high-voltage electric field. Thermal treatment refers to the
method where the emulsion’s temperature increases and it is commonly employed. Heaters can
separate emulsions into phases. Finally, the chemical method refers to use of chemicals, which are
known as emulsion breakers or demulsifiers, and they dissolve an emulsion into water and oil. These
molecules have the ability to migrate rapidly through the continuous phase to the droplet surface
and chemically attack the barrier film of the emulsifiers. Thermal treatment is considered to be more
economical method for dehydrating oil than separately the chemical, mechanical, or electrical
methods.

The composition of crude oil varies with origin and maturity stage all the way from light to heavy, this
wide variety of crude complicates the composition of the emulsions. Moreover, the composition of
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crude oil can vary with the production stage. In such cases a combination of emulsion treating
methods is necessary. In general, as field conditions change over its lifetime, it is essential to
optimize the demulsifier methods and performance on a regular basis.

Crude oil emulsions basics are presented in Chapter 2. Important factors, related to the stability of
emulsions, will be discussed in this chapter. Chapter 3 provides details to the mechanical, electrical
and thermal methods including several related patents. In Chapter 4, a detailed description of the
demulsifiers is presented, and their role in emulsion destabilization is analyzed. Chapter 5 illustrates
commercial demulsifiers that oil companies use to separate the emulsions. The specific
characteristics of several demulsifiers are presented as well as their range of application. Chapter 6
will provide some general information about the simulation modelling. Finally, the conclusions
regarding this MSc Thesis are presented in Chapter 7.



2. CRUDE OIL EMULSIONS

2.1 Definitions
An emulsion is a mixture of two immiscible liquids, normally water and oil. The produced crude oil
emulsions are categorized into three broad groups:

e Water-in-oil (W/O) emulsions

e Qil-in-water (O/W) emulsions

e Multiple or complex emulsions like "water-in-oil-in-water" (W/O/W) emulsions and "oil-in-
water-in-oil" (O/W/0O) emulsions.

As shown in Figure 1a W/O emulsions are composed of water droplets dispersed in a continuous oil
phase while O/W emulsions (Figure 1b) are composed of oil droplets dispersed in a continuous water
phase. W/O emulsions are common in the oil industry and therefore O/W emulsions are in many
cases referred to as ‘reverse’ emulsions. W/O/W emulsions (Figure 1c) are composed of tiny water
droplets suspended in larger oil droplets that are suspended in a continuous aqueous phase.

a) W/D emulsion b) OV emulsion 0) W/O/W emulsion

Figure 1: Photomicrographs of emulsions a) W/O emulsion b) O/W emulsion c) W/O/W emulsion.”

Usually the phase with the smaller fraction by volume is the dispersed phase, while the other is the
continuous phase. When both phases are approximately the same volume, then other factors will

determine the type of emulsion formed.®

The droplet volume fraction may vary from zero to almost
one which corresponds to diluted and highly concentrated or dense emulsions respectively.” Dilute
and highly concentrated emulsions present different internal dynamics and mechanical properties.
Droplets in a strongly diluted emulsion are agitated by Brownian movement and the emulsion
behaves as a viscous Newtonian fluid. A concentrated emulsion exhibits a random-close-packing
volume fraction, the internal dynamics are severely restricted and the emulsion behaves as a

viscoelastic solid.” Further analysis of the aforementioned terms is provided in subchapter 2.4.

2.2 Interfacial Films
Interfacial films are layers of material positioned between two immiscible phases, usually liquids. The
composition of the layer is different from either phase as shown in Figure 2. Crude oil contains
natural interfacially active components and particles, for example, resins, asphaltenes, and wax
particles. They tend to concentrate at the water/oil interface, where they form an interfacial film
surrounding the dispersed droplets and they stabilize the emulsion.™ In the case of W/O emulsion
these films are formed around the water droplets enhancing the stability of the emulsion.



Water-in-of -omuision

saits, Continuous phase
surfactants, Crude il or Bitumen
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metaloporphyrins,
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Figure 2: Schematic of components of crude oils to be considered in an emulsion droplet and in the
[18]

interfacial layer.
The properties of interfacial films depend on the type, the composition of crude oil (asphaltic,
paraffinic, etc.), the pH value of the water, the contact or aging time of the emulsion. These
parameters affect the emulsion stability and will be discussed in subchapter 2.3.

2.2.1 Surfactants and micelles
Surfactants (short term for surface-active-agents) are elongated molecules that have a polar part
(hydrophilic head) with an affinity to water and a nonpolar part (hydrophobic tail) with an affinity to
oil (Figure 3).1¥
part is immersed in water and the nonpolar part in oil. ‘Hydrophilic’ and ‘hydrophobic’ terms are

When they are adsorbed at the oil/water interface they are oriented so as the polar

used when water is the continuous phase. ‘Lipophilic’ and ‘lipophobic’ terms are used when oil is the
continuous phase.

When a film consisting of surfactants, acting as barrier, is created around the droplets, the droplets
remain dispersed and cannot collide and form larger droplets. In order two drops to coalesce, the
film must be ruptured.”

Micelle
Polar head \. ' . - E
Nonpolar tail . . .
Surfactant molecule - = '.

Figure 3: A surfactant molecule and formation of micelles in a W/O emulsion.’??

Figure 4 presents a water-in-oil emulsion (left) and an oil-in-water emulsion (right) both stabilized by
surfactants. The surfactants are oriented in each case so as the polar head is immersed in water and
the nonpolar tail in oil.
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Figure 4: A W/O (left) and an O/W emulsion (right).?”

Micelles or colloids are dispersed in the continuous phase of the emulsion (Figure 3). They are small
and approximately spherical units or aggregates from surfactants and can be formed when the
surfactants are present in concentrations above a critical micellar concentration (CMC) (Figure 5).1
The shape of the formed structures can be spherical, cylindrical or lamellar and the number of
molecules in the micelle depends on the kind of interacting molecules.

Air
Surtace
Water
o o e
\ ~
/ - =
/ ~ \
llk}“l“lllllUHHUHHHHM
N SR
/\ S / N
llU/Hllllllllllhlllllllullm
~ Y
- g K

Figure 5: Top to Bottom: Increasing concentration of surfactant in water slowly forms a layer on the
surface and eventually forms micelles at or above the CMC. Notice that the existence of micelles does

not preclude the existence of individual surfactant molecules in solution.™

These micelles contain most of the polar molecules found in the crude oil. Polar molecules are
asymmetric molecules which have a partial positive charge on one part of the molecule and
complementary negative charge on another part. Micelles possess surface-active properties which
are the result of sulfur, nitrogen, oxygen, and metal containing atoms in asphaltenes molecules
which are found in crude oil.!”

The asphaltenes are expected to form a colloidal suspension in the oil which is stabilized by resins
adsorbed on the asphaltene-oil interface and together, asphaltenes and resins, form micelles (Figure
6).1" This surface-active behavior of asphaltenes makes them suitable for acting as emulsifiers.

11



<2 RESINS Q\ ASPHALTENES

Figure 6: Asphaltene-resin micelles.”??

The empirical Bancroft’s rule states that the phase in which the surfactant is preferentially soluble
tends to become the continuous phase.” The surfactant molecule will shift its orientation to align its
hydrophobic group with the hydrophobic medium.™!

Surfactants can be classified by the charge of their polar part (hydrophilic head). As shown in Figure.
7 the hydrophilic head of surfactant can have no charge at all (non-ionics) or can be negatively
charged (anions), positively charged (cations) or both negatively and positively charged (zwitterions
or amphoterics).

hydrophil hydrophob
/\/\/\/\/\
B NN
+ /\/\/\/\/\
A + ST AN A T "

Figure 7: Schematic illustrations of surfactants, from top to bottom, nonionic, anionic, cationic and
1]

zwitterionic/amphoteric surfactants.
Cationic surfactants, in organic chemistry, are either compounds that contain nitrogen atom and they
are in the form of amines or in the form of ammonium salts.”! Amine surfactants are derivatives of
ammonia, where one or more hydrogen atoms have been replaced by an alkyl or aryl group and they
are sensitive to pH changes (Figure 8a)."! Quaternary ammonium cations are positively charged
polyatomic ions which are shown in Figure 8b.

R

N"lu.,“ N"ln.,“ I.'si"'n..I |
RIJ’/ \ 'H RI""/ 2IH RI"‘;’ ERB 3/N+\R4

Figure 8: a) Amines (primary, secondary, tertiary) b) A polar molecule has a partial positive charge in
one part of the molecule and complementary negative charge in another part. The R groups may be
the same or different alkyl or aryl groups. Also, the R groups may be connected to each other.™

An example of quaternary ammonium salt is illustrated in Figure 9, the structure of a commonly used
cationic surfactant, [(CisH33)N(CH3)3Br or CigHsBrN. Among the disadvantages of the cationic

12



surfactants is their aquatic toxicity and that they are not compatible with anionic surfactants. These
surfactants are generally more expensive than the anionic surfactants.?” Their advantage is that they
are used in cases in which there is no cheaper substitute, i.e. (1) as bactericide, which are used to
clean and aseptize surgery hardware, to formulate heavy duty desinfectants for domestic and
hospital use, and to sterilize food bottle or containers, particularly in the dairy and beverage
industries (2) as positively charged substance, which is able to adsorb on negatively charged
substrates to produce antistatic and hydrophobant effect, often of great commercial importance
such as in corrosion inhibition.? The positive charge enables them to operate as floatation
collectors, hydrophobating agents, corrosion inhibitors as well as solid particle dispersant.

\+/
\/\\/\/\\/\\/'\N\/N\

Br
Figure 9: Cetrimonium or Cetyltrimethylammonium bromide, cTAB.Y

Anionic surfactants consist of anionic functional groups at their polar part. Table 1 lists the anionic

surfactants.®

ANIONIC SURFACTANT

Sulfonates

Sulfate esters

Phosphate esters

Sulfosuccinic acid derivatives

Ether carboxylates

Fatty acid derivatives

Other anionic surfactants

Table 1: Anionic surfactants.*”

The most widely used anionic surfactants are SLS and ALS which stand for sodium lauryl sulfate and
ammonium lauryl sulfate, respectively. The major process for making anionic sulfate based
surfactants is called sulfation. Sulfation is the treatment of an alcohol or phenol with a sulfating
agent to give an alcohol sulfate. However, the resulting alcohol sulfate is not stable and must be
neutralized with an alkali. When the alkali is sodium hydroxide, the product is SLS and when the alkali
is ammonium hydroxide, the product is ALS. Sulfation results in the formation of an oxygen-sulfur
bond. Common sulfating agents include sulfur trioxide, sulfuric acid, chlorosulfonic acid, and sulfamic
acid. Another process of producing sulfate-based surfactants is sulfonation, which produces a
carbon-sulfur bond.

Sulfates, with the chemical formula of R-O-SO;, are esters derived from alcohols and sulfuric acid.
Sulfates are the oldest surfactants (Figure 10a). They are excellent foaming and wetting agents, as
well as detergents, and they are included in many different products for domestic and industrial

USG.[24]
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Sulfonates are salts or esters of a sulfonic acid (Figure 10b). Sulfonic acid contains the functional
group R-SO3;- which is an anion and has the formula R-SO,0H. As sulfonic acids tend to be strong
acids, the corresponding sulfonates are weak bases. Sulfonates represent about 10% of the total
production of sulfonated products and they are used in many industrial products as emulsifiers,
dispersants, tension lowering agents, detergents, and floatation aids.

Phosphates are esters of phosphoric acids and finally carboxylates are salts or esters of carboxylic
acids as shown in Figure 10c. Phosphates are used in a wide variety of materials and products,
including metal polishes, flame retardants, cosmetics, pharmaceuticals, and even some processed
foods.

Carboxylates are the most common surfactants (Figure 10d). Carboxylic acid is used for preserving
food.

0 (0]
F0
/O_S-’:/ _ R—L‘.—o‘ (Ii 0
-~ N O
a)R \O b) (’l .€) © E)_ d) R/C\OH

Figure 10: a) Organosulfate b) Sulfonate c) Phosphate d) Carboxylic acid.””

Figure 11 illustrates the structure of an anionic surfactant with the chemical structure of
CH3(CH2)11504N3.

0 0
\\S// ©) Na®
/\/\/\/\/\/\
H,C 0~ YO

Figure 11: Sodium dodecyl! sulfate, SDS.™

In Figure 12 is shown a phospholipid. It has a charged phosphoric group, soluble in water, and two
long hydrocarbon tails.

0
|
_CHy, CH, CH, _CH, CH _CH, JCH,.. LCH,. C.
HC CH; CH; CH; CH. "CHs CH; CH; CH; 0--CH,
0
CH, CH, CH,. CH, CH, .CHy._ CH, _CH, C |
HC CH; CH; CM; CH; CH; “CH; "CH; "CHY "O—CH o
| |
HGC—~ O~ P00~
0

Figure 12: Structure of a phospholipid and its schematization.”

Anionic surfactants are the most widely used because they are such excellent detergents. An

advantage is the high degree of biodegradability because of the fact that most of them are naturally

derived. The major disadvantage of anionic surfactants is that they are sensitive to divalent and
14



trivalent cations, which produces soap scum. This is usually resolved by adding secondary surfactants

such as amphoteric or nonionic surfactants.*!

Zwitterionic surfactants have both cationic and anionic centers attached to the same molecule.*”

They behave as amphoteric surfactants. The electrostatic charge of their polar part depends on the
pH. Anionic dominate at alkaline pH and cationic at acid pH. The cationic part is usually amine or
guaternary ammonium cation, while the anionic part can be variable, including sulfonates —SOs,
sulfates —0OSO;3 or carboxylates —CO,. A common biological zwitterionic surfactant has a phosphate

anion with an amine or ammonium salt such as phosphatidylcholine (Figure 13).!"

Figure 13: Palmitoyl-oleyl-sn-phosphatidylcholine, a phosphatidylcholine.[”

Amphoteric surfactants, particularly the aminoacid ones are quite biocompatible, and are used in
pharmaceuticals and cosmetics. Amphoteric surfactants are very mild and are used in shampoos and
other cosmetics. They are said to be pH balanced."*”

Non-ionic surfactants can be produced by ethoxylating, which can be achieved through putting a
polyglycole chain on a hydrophobe like fatty alcohols, fatty acids, alkylphenols or fatty amines (Figure
14). Some non-ionic surfactants, mainly ethoxylates, are sensitive to temperature changes causing a
change in configuration. A temperature increase results in decreased hydrophilicity. Shinoda and
Saito have reported an empirical correlation.” It states that as temperature increases, the surfactant
head group becomes less hydrated and hence the surfactant becomes less soluble in water and more
soluble in oil. One main advantage of non-ionic surfactants is their compatibility with all other
surfactants. This property exists due to the fact that the head of a non-ionic surfactant has no
charge.”

/’\/\/’\/\/\['J o " } e

n

Figure 14: A typical alcoholethoxylate.”

Table 2 lists the non-ionic surfactants.
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NONIONIC SURFACTANTS

Synthetic alcohol ethoxylates

Natural alcohol ethoxylates

Tributyl phenol ethoxylates

Nonyl phenol ethoxylates

Ethylene oxide-propylene oxide block polymers

Alcohol-EQ/PO addition products

Fatty acid ethoxylates

Fatty amine ethoxylates

Castor oil ethoxylates

Tristyrylphenol ethoxylates

Other nonionic surfactants

Table 2: Non-ionic surfactants.?Y

Table 3 lists the market share of different surfactants in the year 1990.%%

33 % Socaps, carboxylates, lignosulfonates:
50 % socaps for domestic use.
35 % other acids for industrial use.

22 % Synthetic Detergents, mostly sulfonates or sulfates:
50 % domestic use (powder, quid).
17 % petroleumn industry.
7 % concrete additives.
4 % agro and food processing.
3 % cosmetics and pharmaceuticals.

40 % Nonionics (mostly ethoxylated) or ethoxysulfates:
40 % ethoxylated alcohols.
20 % ethoxylated alkylphenols (in fast regression)
15 % fatty acid esters.
10 % amine or amide derivatives.
4 % Cationics, mosily guatemary ammoniums.

1 % Amphoferics, mostly betaines and amino acid derivatives.

Table 3: Market share of different surfactants.?"
The physical and chemical mechanisms involved in the process of emulsification are the following ™

Surface tension — according to this theory, which is important in initial formation, the surface tension
is defined as the force per unit length causing each phase around the perimeter of a surface to resist
breaking up into smaller particle if the surface separates gas from liquid or solid phases. It is called
interfacial tension if the surface separates two nongaseous phases. Practically, surface tension
reflects the change in surface free energy per unit increase of surface area.

Repulsion — the emulsifier creates a film over one phase that forms globules, which repel each other.
This repulsive force causes them to remain suspended in the dispersion medium.
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Viscosity modification — emulgents like acacia and tragacanth, which are hydrocolloids, as well as PEG
(polyethylene glycol), glycerine, and other polymers like CMC (carboxymethyl cellulose) increase the
viscosity of the continuous phase, which helps create and maintain the suspension of globules of
dispersed phase.

Finally, taking into account physical and chemical parametersm (temperature of emulsion, pH of

)[7]

surfactant, and salinity of water)— the Surfactant Affinity Difference (SAD)"" can be introduced:

SAD = ¢ f"if.w} = l‘f:l.!. — i,

where u°, and u°, are the standard chemical potentials of the surfactant in the water and oil phase,
(18]

respectively.
This empirical number indicates the surfactant type and its environment. The difference between the
standard chemical potentials exists when a surfactant molecule is transferred from the oil phase to
the water phase. Thus, this is a measurement of the relative affinity of the surfactant for both
phases.!®

For SAD = 0 the surfactant has the same affinity for aqueous and oil phases and the interfacial
tension between oil and water is close to zero. For SAD <0 (>0) the surfactant has more affinity for
the aqueous (oil) phase. Hence, for SAD <0 (>0) the emulsion is O/W (W/O) type (Figure 15). The
vertical axis of the formulation-composition map in Figure 16 refers to the formulation of SAD.

N 1

oW bicontinuous WO
SAD<D SAD-0 SAD>0

Figure 15: Schematic representation of the proposed mechanism for a transitional inversion.”!

The type of emulsion is also dependent on the composition defined by the water-to-oil volume ratio
(WOR). The horizontal axis of the formulation-composition map in Figure 16 refers to the
composition WOR. Very high water content corresponds to high values of WOR and favors O/W
emulsions.

The formulation-composition map in Figure 16 can be separated in six regions. These regions are
denoted by a letter and a sign. In — regions, SAD is negative and the formulation favors O/W
emulsions, whereas in + regions, SAD is positive and W/O emulsions are favored. The A letter
corresponds to a WOR close to 1 and the type of emulsion is governed only by the formulation. The B
letter corresponds to samples in which the amount of oil exceeds that of water and where
composition favors W/O emulsions. Finally, the C letter corresponds to samples in which water is
more abundant than oil so that composition favors O/W emulsions. Among the six regions, four of
them (A-, A+, B+ and C-) are referred to as normal regions because the composition preference
agrees with the formulation and two of them (B- and C+, in gray) are considered abnormal because
they are in agreement with the volumetric requirements and in opposition with formulation ones.
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Because of the conflict between formulation and composition, close to the oblique lines in regions B-
and C+, double emulsions can be present. The inner emulsion is thought to be governed by
formulation whereas the outer emulsion is governed by composition; in the B- region, the double
emulsion should be of the O/W/O type and of the W/O/W type in the C+ region. The bold black line

represents the inversion region.”
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Figure 16: Schematic formulation—composition map.” 4

Double emulsions are generally prepared with two emulsifiers of opposite solubility (water-soluble
and oil-soluble) as shown in Figure 17."

oil + lipophilic w/o emulsion
surfactant

STEP 2

water + hydrophilic wiolv
surfactants muitiple emulsion

Figure 17: Schematic illustration of a two-step process in formation of a double emulsion.”

A W/O emulsion stabilized by a lipophilic surfactant is first prepared. This emulsion is then emulsified
in an aqueous phase containing a hydrophilic surfactant. The resulting W/O/W emulsion contains
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tiny water droplets suspended in larger oil droplets that are suspended in a continuous aqueous
phase.

Two mechanisms are involved in the encapsulation of substances in double emulsions: coalescence
and compositional ripening. There is coalescence of the thin liquid film which separates the internal
droplets and the globule surfaces. Compositional ripening occurs without film rupturing, it occurs by
diffusion and/or permeation of the chemical substance across the oil phase. When two chemically
different oils, with differences in their compositions are emulsified separately and the resulting
emulsions are mixed, this is called composition ripening. The mechanism of compositional ripening

requires further investigation.[7]

Two kinds of transitions are described in Calderon, Schmitt and Bibette.” In Figure 16, crossing the
bold line from region A+ to region A- or vice versa the emulsion can be inverted from W/O to O/W
type or vice versa. This kind of inversion is called transitional and is characterized by a dramatic
decrease of interfacial tension with almost no dependence on composition as shown in Figure 16.
The second kind of transition is called catastrophic and is characterized by change in composition
first and then by the formulation without decrease of the interfacial tension. It happens crossing
horizontal the oblique lines. The representation of this inversion is illustrated in Figure 18.
Catastrophic inversion proceeds through the formation of multiple emulsions. For catastrophic
inversion, no decrease of the interfacial tension is observed. By changing formulation and
composition the inversion is called combined inversion. The inversion region can be crossed at the
intersections of the horizontal and oblique lines. Emulsions with low average droplet size can be

produced through this inversion."”’

w/O oW OW/O

water G
oil -1 G

Figure 18: Schematic representation of a catastrophic phase inversion.

71

A double O/W/0O emulsion turns into O/W when sufficient quantity of oil-soluble surfactant is added.
In other words, the double emulsion persists as long as the oil-soluble surfactant concentration is not
too high (Figure 18).”!

2.2.2 HLBvalue
The hydrophilic-lipophilic balance (HLB) number is used for the surfactants. The surfactants are
assigned a number based on their solubility in the water (Figure 19). A low HLB value indicates a
lipophilic or oil-soluble surfactant. A high HLB value indicates a hydrophilic surfactant. The HLB value
of natural emulsifiers, that stabilize a W/O emulsion, varies from 3 to 8.
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18
Solubilizing agents (15-18)
15
Hydrophilic Detergents (13-15)
(water soluble)
12
o/w Emulsifying agents (8-16)
9 Wetting and
Water spreading agents (7-9)
dispersible
R —— 6
w/o Emulsifying agents (3-6)
: 3
Hydrophobic l Antifoaming agents (2-3)
(0il soluble)
0

Figure 19: HLB scale showing classification of surfactant function.™

Surfactant mixtures are assigned an HLB number on a weight-prorated basis. Molecular functional
groups (e.g. —OH, —COONa, —CH,—, etc.) have also been assigned HLB numbers. The empirical HLB

number is calculated by adding 7 to the algebraic sum of the functional group numbers given in Table
4.1

Tre
HLB = 7+ZHi —n x 0.475
i=1

where:
m is the number of hydrophilic groups in the molecule
H:is the value of the i hydrophilic groups

n is the number of lipophilic groups in the molecule.

Hydrophilic group HLB Lipophilic group HLR
-804 Na 38.7 -CH-

-COOK 21.1 —CHz- —0.475
—CO0Na 19.1 —CHz-

Sulfonate ~11.0 -CH=

- (tertiary amine) 5.4 —(CH;-CH3;-CHz-0-) —L15
Ester (sorbitan ring) 6.8

Ester (free) 24

—CO0OH 2.1

—OH ifree) 1.9

0= 1.3

—0H (sorbitan ring) 0.5

Table 4: Group HLB numbers.'*”
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For example, the calculated HLB number for sodium laurate (C;;H,3COONa) would be:
7+19.1-11x0.475=20.9

The HLB empirical approach is still very popular because of its extreme simplicity.

2.3 Stability of Emulsions
Thermodynamically, an emulsion is an unstable system. This is due to the fact that liquid/liquid
systems have the tendency to separate and reduce their interfacial areas and their interfacial

) However, most of the emulsions are stable over a period of time. This type of stability is a

energy.
consequence of the small droplet size and the presence of an interfacial film around the droplets in

the emulsions.” The suspended droplets do not settle out, float, or coalesce quickly.[s]

The factors that affect the stability of produced oilfield emulsions are the following: naturally
occurring emulsifiers which usually consist of the heavy polar fraction in the crude oil (subchapter
2.3.1), fine-solid particles (subchapter 2.3.2), temperature (subchapter 2.3.3), droplet size and
droplet-size distribution (subchapter 2.3.4), pH of the brine (subchapter 2.3.5), agitation (subchapter
2.3.6) and water salinity (subchapter 2.3.7).!
2.3.1 Natural emulsifiers of the crude oil

Naturally occurring emulsifiers are asphaltenes, resins, oil-soluble organic acids (e.g., naphthenic and
carboxylic acids) and bases.'® These compounds are the main constituents of the interfacial films
surrounding the water droplets that give emulsions their stability.

Asphaltenes are the heaviest and most polar fractions of petroleum. They are soluble in carbon
disulfide, benzin, and ethyl acetate but insoluble in petroleum ether or in low molecular weight
alkanes, such as n-pentane and n-heptane.” They also have great significance in oil production and
treatment due to the tendency for deposits. They can be considered as colloidal micelles (subchapter
2.2.1) which are stabilized by resins.”
trace metals like vanadium and nickel. Asphaltenes molecules form polar groups such as aldehyde,

Asphaltenes consist of nitrogen N, oxygen O, sulfur S, and

carbonyl, carboxylic, amine and amide. Some types of asphaltene chemical structures are shown in
Figure 20.1%8
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Figure 20: Models of asphaltene chemical structures: (a) California (b) Venezuela (c) Athabasca.™

Resins are smaller than asphaltene heterocompounds. Heterocompounds are defined as the
compounds of oil which contain, except from C and H, other elements such as sulfur S, nitrogen N
and oxygen O. Most of the heterocompounds are concentrated in resins. They are the fraction of
residuum that is insoluble in liquid propane and ethyl acetate but soluble in n- pentane and n-
heptane. They also contain naphthenic, aromatic rings and aliphatic chains. A model of resin is
illustrated in Figure 21.

"o/Lc/ N M.W. 450

CoHeO;

Figure 21: A model of resin chemical structure.™®
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Molecular weights of resins range from 500 to 2,000. As mentioned in subchapter 2.2.1, resins have a
strong tendency to associate with asphaltenes, and together they form a micelle (Figure 6).

Waxes, which are composed principally of high-molecular-weight normal alkanes can produce
considerable crystallizable paraffins when the oil is cooled below its cloud point.”” Cloud point is
defined as the first sign of the solid wax formation and is widely used to evaluate the wax
precipitation potential when the temperature of oil is low. Waxes can interact with asphaltenes and
stabilize emulsions."” Crudes with low cloud point generally have a greater tendency to form stable
and tight emulsions comparing to crudes with high cloud points. Finally, waxes, being oil-wet, have a
tendency to stabilize W/O emulsions. Generally, lower temperatures enhance the emulsion-forming

tendencies of crude oils.!

) the stability of W/O emulsions can be affected by different types of crude oils.

Waxy type crude oil has a low viscosity, low salt content, low interfacial tension (IFT), and produces

According to Pillon

less stable emulsions. Asphaltenic type crude oil has a high viscosity, high salt content, a high
interfacial tension (IFT) and produces a more stable emulsion (Table 5).”! Waxes are believed to
interact hydrophobically with the asphaltene and resin micelles present in the crude oils and become

part of the emulsion film."®

Effect of Different Type Crude Oils on Emulsion Stability

Crude Oil Type

Salt content, Wit 294 516

IFT, mMN/m at 25°C 14.6 18.0
Warer-in-oil amulion

W ater comtent, vol5 2 2

Stabihity Less stable More stable

Table 5: Effect of different type crude oils in emulsion stability.”

The salts, at very low concentration, adsorb at the surface of liquid. At a high concentration and,
after the surface becomes saturated, they form micelles or increase the surface leading to an
increase in the stability of emulsions.

To the naturally occurring emulsifiers belong also oil-soluble organic acids and bases. Organic acid is
an organic compound with acidic properties. The most common organic acids are the carboxylic acids
(subchapter 2.2.1) whose acidity is associated with their carboxyl group —COOH. Naphthenic acids
are unspecific mixtures of several cyclopentyl and cyclohexyl carboxylic acids.

An organic base is an organic compound which acts as a base. Organic bases are usually, but not
always, proton acceptors. They usually contain nitrogen atoms, which can be easily protonated.
Amines and nitrogen-containing heterocyclic compounds are organic bases.™ As shown in Figure 22
examples include:

pyridine, which is a basic heterocyclic organic compound with the chemical formula CsHsN (Figure
22a).

methyl amine, which is an organic compound with a formula of CH;NH, (Figure 22b).
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imidazole, which is an organic compound with the formula C3N,H, (Figure 22c).

benzimidazole, which is a heterocyclic aromatic organic compound with the formula C;HgN, This
bicyclic compound consists of the fusion of benzene and imidazole (Figure 22d).

histidine, which is an a-amino acid that is used in the biosynthesis of proteins. It contains an a-amino
group (which is in the protonated —NH;" form under biological conditions), a carboxylic acid group
(which is in the deprotonated —COO- form under biological conditions), and a side chain imidazole,
classifying it as a positively charged amino acid at physiological pH (Figure 22e).

phosphazene bases, which are a class of chemical compounds in which a phosphorus atom is
covalently linked to a nitrogen atom by a double bond and to three other atoms or radicals by single
bonds. While other substitutions produce relatively persistent compounds, in organic synthesis the
term largely refers to species with three amino substituents bound to phosphorus. Two examples are
hexachlorocyclotriphosphazene and bis(triphenylphosphine)iminium chloride. Phosphazenes are also
known as iminophosphoranes and phosphine imides (Figure 22f1 and Figure 22f2).

hydroxides of some organic cations, which are a diatomic anion with chemical formula OH". It
consists of an oxygen and hydrogen atom held together by a covalent bond, and carries a negative
electric charge (Figure 22g).

{ ©
k\
O Nﬂ#ﬁ* ) @D T
e) HN "NH;
Cl, :CI _

\(N\/P—C' ) @ ]_
f1) o o f2) < .

Figure 22: a) pyridine b) methyl amine c) imidazole d) benzimidazole e) histidine f1)
1]

hexachlorocyclotriphosphazene f2) bis(triphenylphosphine)iminium chloride g) hydroxide.
All these compounds, e.g. the heavy asphaltene materials stabilize the oil/water interface because of
their surface-active properties. The asphaltenes can be accumulated at the interface resulting the
formation of a rigid film. This film acts as a barrier to droplet coalescence because of the colloidal

stabilization, so two droplets cannot coalesce (Figure 23)."

£ __
£ £
Agphaltens

aggregate Asphaltena-stabilized
water droplet

Droplets resist coalescence
* ) because of steric/icolloidal stabilization

Figure 23: Mechanism of emulsion stabilization by asphaltenes.

+

Water droplet

[22]
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2.3.2 Fine-solids
Fine-solid particles range from smaller than 1 um to several um in diameter, but still smaller than the
size of the emulsion droplets, can act as emulsion stabilizers.” They are suspended colloidally in the
liguids and have the ability to effectively stabilize the emulsions. Particle size, interparticle
interactions and the wettability of the solids are factors which affect the effectiveness of these solids
as emulsion stabilizers. Figure 24 shows three cases of wettability in terms of the contact angle."”
These particles can diffuse from the liquids to the oil/water interface and form films, like rigid

structures, that prevent the coalescence of the emulsion droplets.'®

oil-wet intermediate-wet water-wet

Figure 24: Wetting behavior of solids at the oil/water interface.””

When the contact angle, §, is less than 90°, the solid is preferentially water-wet. Similarly, when the
contact angle is greater than 90°, the solid is preferentially oil-wet. Contact angles close to 90° result
in an intermediately wetted solid that generally leads to the tightest emulsions." If the solid remains
entirely in the oil or water phase, it cannot be an emulsion stabilizer. In order to act as emulsion
stabilizers, they must be wetted by both the water and oil phases which are only present at the
interface. Oil-wet solids like asphaltenes and waxes, can result in a W/O emulsion, because they
prefer the partition into the oil phase and they prevent the coalescence of water droplets. In the

same way, water-wet solids like clays, sand and inorganic scales can result in an O/W emulsion.'®

2.3.3  Effect of Temperature

Temperature can affect emulsion stability. Most profound is the effect of temperature on the
viscosity of the emulsions although it can also affect the physical properties of water and oil, the
interfacial rigid structures and the solubility of the surfactants in the oil and water phases. Firstly, by
heating the crude oil, from temperatures below its cloud point, waxes can redissolve thus alleviating
emulsion problems.™ Secondly, droplet coalescence can be enhanced through temperature increase
since the frequency of droplet collisions increases.”® Thirdly, temperature accelerates the
destabilization of crude oil/water interfacial films. Oil viscosity decreases with increasing
temperatures.”?
In Figure 25 are presented the results from the work of Kokal and Wingrove.”®! The effect of
temperature on emulsion stability was investigated. Emulsion samples were obtained from the
oilfield, Ghawar field. The average water content for these emulsion samples was approximately 25
%. Experiments were conducted at 75, 100, 120, 135 and 150 °F.
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Figure 25a) and b): Effect of temperature on the separation of Ghawar Arab-D emulsions.'**!

Kokal and Wingrove™ present a method developed by Saudi Aramco for measuring the stability of
an emulsion quantitatively. It is referred as the “emulsion separation index”, or ESI, and measures
the tightness of an emulsion. The results of ESI versus temperature are illustrated in Figure 25b. ESI
will be presented more detailed in chapter 4. Chapter 4 refers to the effect of demulsifiers and ESI is
used as a main to select the best demulsifier for emulsion related problems during oil production.

The effect of temperature on destabilization of emulsions will be discussed in more detail, in chapter
3. Heating the oil midstream to separate W/O emulsion is a common treatment method.

2.3.4 Dropletsize
Droplet sizes vary in diameter from 0.1 pm to more than 50 um. Emulsions have a droplet-size
distribution as shown in Figure 26. The broader the distribution of the droplet diameter, the looser
the emulsion. Loose emulsions separate in few minutes. In contrast with medium emulsions that
separate in ten minutes or more and with tight emulsions that separate in hours or even days,
because they are more stable."”
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Figure 26: Droplet size distribution of typical Saudi Arabian crude oil W/0O emulsions.”

The droplet size distribution in an emulsion depends on a number of factors including the interfacial
tension (IFT), shear stress, nature of emulsifiers, presence of solids, bulk properties of oil and
water. Droplet size distribution in an emulsion determines the stability of the emulsion and should
be taken into consideration for the selection of optimum treatment protocols. The smaller the
average size of the dispersed water droplets, the longer the residence time required, the larger the
separating equipment sizes.

235 pH
pH of the water phase is an important factor, which influences the emulsion stability and the type of
emulsion. Naturally occurring emulsifiers can be asphaltenes with ionizable groups, resins, organic
acids, bases and solids.!® Generally, ionization results from the loss of an electron after collisions with
other atoms, with other subatomic particles, or with molecules and ions.!
and bases i.e. changing the pH can strongly influence the ionization of the organic acids and bases in
the interfacial films, and radical changes in the physical properties of the interfacial films (rigidity and

mobility).

Adding inorganic acids

pH also influences the type of emulsion formed. Low pH (acidic) generally produces W/O emulsions
(corresponding to oil-wetting solid films). High pH (basic) produces O/W emulsions (corresponding to
water-wetting mobile soap films).”! Figure 27 shows the effect of pH on emulsion stability for
Venezuelan crude. Optimum pH for demulsification for the specific crude is approximately 10,
without demulsifier. The addition of a demulsifier enhances the demulsification and an almost
complete water separation is achieved after 24 hrs, over a wide range of pH.®
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Figure 27: Effect of pH and demulsifier concentration on emulsion stability for Venezuelan crude.”

Brine composition also has a significant effect (in relation to pH) on emulsion stability. Figure 28
shows the effect of a bicarbonate brine and distilled water on emulsion stability as a function of pH
on the aforementioned crude. Optimum pH (for water separation) changes from approximately 10
for distilled water to between 6 and 7 for the brine solution. This is due to the ionization effect,
which is the association/interaction of ions present in the brine with the asphaltenes.”” For most
crude-oil/brine systems, there is an optimum pH range for which the interfacial film exhibits
minimum-stabilizing or maximum emulsion-breaking properties.

100
80 - Brine salutian Distilled water
60 -
40 -

20 -

% Water Separation

Figure 28: Effect of brine and pH on emulsion stability."

The rigid interfacial films formed by asphaltenes are stronger in acid pH, intermediate in strength at
neutral pH, and become very weak or even converted into mobile films in basic pH. Mobile films are
produced by resins and are stronger in base environments and weaker in acid ones. The films formed
with the remaining wax-oil fraction are insignificant.”sl

[45]

According to Volkov'™ when the interfacial films were compressed, three types of film mobility were

observed:

1. Solid (or rigid) films that under compression form relatively insoluble skins and possess high
interfacial shear viscosity.
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2. Highly mobile (or liquid) films that pack under compression to give a momentary distortion of
the drop, but rapidly redistribute and return the drop to a symmetrical shape when
contraction is stopped.

3. Transition or non measureable films that show no distortion under compression of the
pendent drop and whose presence is indicated only by the lowering of interfacial tension.

2.3.6 Agitation

Sufficient agitation can disperse one liquid as fine droplets through the other. Shearing is taking place
during production. Shear is caused by pressure drops in wellbores that lead to gas release and hence
violent agitation. Pressure drops also occur in sub-surface and wellhead valves as well as mechanical
chokes used for flow restriction.”®! Generally, several pressure drops occur while the production
moves from the wellbore, up to the tubing, through surface chokes, down-hole pumps, and gas lift
valves.” The degree of agitation in conjunction with the nature and amount of emulsifier defines the
stability of the emulsion.

The effect of shear on emulsion stability was investigated with ESI tests.[**! ESI test will be presented
more detailed in chapter 4. Three experiments were conducted at different shear rates:

1. Low shear: oil and water were shaken in an automatic shaker for 2 min.
2. Medium shear: oil and water were shaken in an automatic shaker for 10 min.
3. High shear: the oil-water mixture was sheared in a blender for 2 min.

These emulsions were treated with 100 ppm of demulsifier at 120 °F. The results are shown in Figure

29. ESI decreases with increased shear that is the emulsion becomes more stable.!*®!
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Figure 29: Effect of shear on the separation of Ghawar Arab-D emulsions.”*’
2.3.7 Water Salinity

The salinity of the water is a measure of the total dissolved solids in the water phase. It is more
difficult to treat W/O emulsions formed from soft water by steam flooding operations (the main type
of thermal stimulation for reservoirs) than from saline water. The reason is that as salinity of the
water increases, so does the density of the water. Hence, the differential density between water and
oil increases and the separation of oil and water phases becomes easier.” Moreover, small amounts
of salt will lower the interfacial tension and will decrease the difficulty of separating the two phases.
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2.4Measurement of Stability

One of the most important tests that can be performed on an emulsion is the measurement of its
stability. It determines the easiness with which the oil and the water separate from an emulsion.'
There are numerous methods available for this purpose. The most common method is the simple
bottle test (subchapter 4.6.1). It involves the dilution of the emulsion with a solvent, mixing with the
demulsifier, shaking in order to disperse the demulsifier, and observation of the phase separation as
a function of time. The tests are normally conducted at elevated temperatures and may involve
centrifugation for enhancing the separation. The bottle test is regularly used as a screening test for
potential demulsifiers.

While there are different methods and procedures followed by various laboratories for the bottle
test, there is a ASTM method (ASTM 4007) available for determining the bottom sediments and

water (BS&W) in an emulsion.®

No standard method is available in the literature for determining the stability of the emulsion using
the bottle test. Recently, a method was developed at Saudi Aramco to measure the tightness of an
emulsion. The total water separated in a regular bottle test at different demulsifier dosages is
averaged to determine the ESI. It varies from zero (no separation) to 100 % (full separation). It is very
useful for comparing the stability of emulsions from different wells'® (subchapter 4.6.1).

2.5Viscosity of Emulsions
The viscosity of an emulsion can be substantially higher than the viscosity of either the oil or the
water phase.” This is due to the fact that emulsions show a non-Newtonian behavior produced
either by the droplet ‘crowding’, when there is little or no space available for movement of the
droplets, or of structural viscosity.® Structural viscosity is defined as the viscosity related to the
appearance of a structure in a liquid and it is dependent on the gradient of the flow rate.!®”
Structural viscosity plays a large role in transferring disperse systems, for example, slurries when
dredging river channels, and liquid polymers through pipes and in the flow of these substances
through the apparatus used in the chemical industry. Figure 30 shows the viscosities of a very tight

emulsion at different water contents.
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Figure 30: Viscosities of very tight emulsions at 125 °F. Safanlya crude emulsions. Data obtained using
Haake Rheostress RS-150 rheometer.'
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Generally, emulsions exhibit Newtonian behavior up to a water content of 30 %. At water contents
above 30 %, the slopes of the curves deviate from zero, indicating a non-Newtonian behavior.'®
Figure 31 shows the very high viscosities achieved as the volume fraction of oil increases up to 74 %
(compared to viscosities of oil =20 cp and water =1 cp). The drop in viscosity at ¢ = 0.74 signifies
inversion. At this point the dispersed phase volume fraction becomes 0.26 and the lower value of ¢ is

reflected by a much lower viscosity.®

Inversion at
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Figure 31: The influence of volume fraction on the emulsion type.’!

The viscosity of emulsions depends on numerous factors such as: the viscosities of the dispersed and
the continuous phase, volume fraction of dispersed phase, droplet-size distribution, temperature,

shear rate, and concentration of solids.'®

The relative viscosity of an emulsion is shown in Figure 32 for several different types of emulsions.
These data refer to Saudi Arabian crude emulsions, although similar plots can be generated for any

crude oil emulsion.
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Figure 32: Relative viscosities of emulsions. The curves are based on typical Saudi Arabian crude

emulsion viscosities measured using Haake Rheostress RS-150 rheometer.’®
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3. EQUIPMENT

3.1Mechanisms for emulsion destabilization
The process of separating an emulsion into its component phases is a two-step process (Figure 33).
Flocculation, creaming or sedimentation belong to the first step while coalescence is the second
[4]
step.
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Figure 33: Mechanisms for the destabilization of emulsions.™

Flocculation occurs when there is an attractive force between the droplets, so they clump together,
forming aggregates or ‘floccs’, like bunches of grapes. The droplets are touching each other at certain
points without losing their identity!™ and without rupturing the stabilizing film between them (Figure
33).[7] Temperature, viscosity, density difference between the oil and the water, water fraction, and
electrostatic fields are the factors affecting the rate of flocculation.

Creaming or sedimentation is influenced by the density difference between oil and water. By
sedimentation the water droplets settle down in an emulsion due to their higher density. Creaming is
the inverse process.”” Emulsions can undergo creaming, when the droplets rise to the top of the

emulsion under the influence of buoyancy, or under the influence of the centrifugal forces when
centrifuge equipment is used.

Figure 34: Microscopic image of a flocculated emulsion.”!

Coalescence occurs when the droplets bump into each other and combine to form a larger droplet,
so that the average droplet size increases over time. This leads to the decrease in the number of
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water droplets (Figure 35). The following factors can enhance coalescence: high temperatures
increase the droplet collision frequency; high water cut and high rate of flocculation also increase the
droplet collision frequency in W/O emulsions; the absence of mechanically strong interfacial films

that stabilize emulsions, chemical demulsifiers which promote coalescence, low oil viscosity, and high
(4]

interfacial tension.

Figure 35: Microscopic image of an emulsion. Coalescing occurs randomly distributed large droplets.”!
Coalescence also occurs in multiple emulsions: between small inner droplets, between large globules
and finally between the globule and the small droplets dispersed within it./”

One more mechanism for the separating of the emulsions is known as Ostwald ripening."”’ Ostwald
ripening is a phenomenon for droplets with different radii and it describes the change of

(1

inhomogeneous structure over time."™ The dispersed phase is transferred from the smaller to the

larger droplets.”! Ostwald ripening is generally found in W/O emulsions and it is illustrated in Figure

.. :
-

Figure 36: Basic schematic of the Ostwald ripening process.””!

The thermodynamically driven process occurs because the large particles are more energetically
favored than the smaller ones. This is due to the fact that molecules on the surface of a particle are
energetically less stable than the ones in the interior. In emulsion systems, the molecules diffuse

' Mass transfers in

from the small droplets to the large ones through the continuous phase.
emulsions can be driven not only by differences in droplet curvatures but also by differences in their
compositions. This occurs only when two different oils are emulsified separately and the resulting

emulsions are mixed. This is called composition ripening.”
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3.2Demulsification methods
The separation of crude oil emulsions must be completed before the transportation and further
processing of the oil. The separation of an emulsion into water and oil can be achieved with any
combination of the following methods:

. Using chemical demulsifiers (chemical treatment)

. Increasing the temperature of the emulsion (thermal treatment)

Applying electrostatic fields (electrical treatment)

Buffers with high residence time (mechanical treatment).

The treatment can be complex due to the wide variety of crude oils, separation equipment, chemical
demulsifiers, product specifications and furthermore due to the aging of emulsions and changing of

the production conditions over time.™

Separating water out of the produced oil is usually conducted in steps. First step treatment involves
the removal of free water and gas. In case of high salt concentrations in the water, a fresh-water
wash of the oil is conducted followed by the addition of chemical demulsifiers which assist the
coalescence for the major fractioning water.™™®

Oil undergoes additional processing beyond the normal oil-water separation process, which relies on
gravity separation. Crude oil treating equipment is designed to break emulsions by coalescing the
water droplets and then use gravity separation to separate the water from the oil.®! The water
droplets must have sufficient time for coalescence. It is important when designing a crude oil treating
system to take into account parameters like: temperature, time, viscosity of oil and physical
dimensions of the treating vessel.”) The mechanical separation devices cannot achieve a 100 %
separation of the hydrocarbons from the produced water. The separated water will contain 0.1 — 10

vol. % of dispersed and dissolved hydrocarbons.®

The problem of removing emulsified water becomes more difficult when even more water with oil is
extracted from water-drive formations, water-flooding zones, and wells which are stimulated by
thermal and chemical recovery techniques.”

3.3Mechanical method
Mechanical methods of acceleration - including vibration, and centrifugation - are used to separate
water from crude oil in treatment vessels. Treatment vessels can be gunbarrels, settling tanks,
heater-treaters and oil dehydrators.

3.3.1 Gunbarrel Tanks with Internal and External Gas Boots
Figure 37 shows a gunbarrel tank, sometimes called wash tank. Typically, gunbarrels have an internal
gas separating chamber or “gas boot” extending 6 - 12 ft (2 - 4 m) above the top of the tank, where
gas is separated and vented, and a downcomer extending 2 - 5 ft (0.6 - 1.5 m) from the bottom of the
tank. The oil and water travel downward through the downcomer pipe and they are dispersed by a
spreader plate. Because gunbarrels tend to be of large diameter, many have elaborate spreader
systems that create uniform (i.e. plug) upward flow of the emulsion, they taking maximum advantage
of the entire cross sectional area. Most gunbarrels are unheated, though it is possible to provide to
the incoming stream either external to the tank, or by installing heating coils in the tank, or
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circulating the water to an external or “jug” heater in a closed loop. It is generally preferable to heat
the inlet stream so that more gas is liberated in the boot, although this entails that some of the fuel
will be used to heat the free water at the inlet.!*" '

Gunbarrels are mostly used in old, low flow rate, onshore facilities. Vertical heater-treaters
(subchapter 3.4.2.1) have now become so available economic solution with respect to gunbarrels in
single well installations. In large onshore installations with warm conditions gunbarrels are still
commonly employed, while in areas that have a cold winter season gunbarrels tend to be expensive

since they have large volumes of oil at high temperatures to avoid potential pour point problems.®"

[15]
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Figure 37: Typical gunbarrel settling tank with internal flume and emulsion spreader.”

3.3.2 Horizontal Flow Treaters
Horizontal flow treaters are not common. Figure 38 illustrates a design of a cylindrical treating tank
which incorporates internal baffles. They establish a horizontal flow pattern in the cylindrical tank,
which can be more efficient than the vertical flow for gravity separation. The oil, emulsion, and water
enter the vessel and must follow a long flow path between the baffles, as shown in Figure 38. The
emulsion must remain in the treater for a certain period of time so that it can break. The emulsion is
concentrated between the oil and the water. It is easy for the emulsion to be carried out of the

vessel with the oil stream.™
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Figure 38: Plan view and two cutaways of a cylindrical treating tank incorporating internal baffles
that establish horizontal flow.”

3.4 Thermal methods

The thermal treatment refers to the cases where the increase of the temperature of the emulsion
enhances the separation of the emulsion.

3.4.1 Heaters
The main role of a heater is to increase the temperature of the emulsions, before they enter a
gunbarrel or a horizontal flow treater. They are classified as indirect and direct fired heaters. Both
have a heater shell and a fire tube. Indirect heaters have one more element, which is the process
flow coil.* 1%

3.4.1.1 Indirect Fired Heaters
A typical horizontal indirect fired heater is illustrated in Figure 39. Indirect heaters maintain a
constant temperature over a long period of time and they generally are safer than the direct heaters.
Oil flows through tubes that are immersed in water, which is heated by a fire tube. The heat is
supplied by a heating fluid steam, or electric immersed heaters. The disadvantage is that these
heaters need many hours to reach the desired temperature during a cold starting.”™ The advantage is
their lower initial cost compared to the direct fired heaters. They are easily skid mounted and they

are less likely to have tube rupture.™
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Figure 39: Typical horizontal indirect fired heater.”’

3.4.1.2 Direct Fired Heaters

A typical horizontal direct fired heater is illustrated in Figure 40. Oil flows through an inlet distributor
and is heated directly by a fire box. The heat is supplied, similar to the indirect fired heaters, by a
heating fluid medium, steam, or electric immersed heaters. Their benefits are that they reach quickly
the set temperature and they are more efficient than indirect ones. Typically, they are used where
fuel gas is available and high volume of oil must be treated. Their negative aspects are that they are
hazardous and require additional safety equipment. Due to scale formation around the fire box, the
heat collects in the steel walls of the fire box under the scale, which causes the metal walls to soften
and buckle. Hence, the metal ruptures and allows oil to flow into the fire box, which results in a
fire.l”
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Figure 40: Typical horizontal direct fired heater.”

3.4.2 Heater-Treaters
Heater-treaters are an improved combination of gunbarrels and heater systems. The emulsion is in
direct contact with the firebox and picks up the heat. The fuel used for the firebox is either
demulsified crude or natural gas. Crude is fed from the body of the treater to the burner tips by a
small pipe. Natural gas can be taken from any place in the gas system after the gas has been

37



separated from any liquids and is clean enough for sale.l” Compared to gunbarrels, they are less
expensive, have a lower installation cost, higher heat efficiency, and provide greater flexibility. Their
disadvantage is that they are more complex, have less storage space for basic sediment, and they are
more sensitive to chemicals. Heater-treaters require quick-acting (15 - 60 min) chemicals."® These
treaters are smaller and have less retention time (10 - 30 min) when compared to gunbarrels and the
horizontal flow treaters. Internal corrosion is also a common problem.”

3.4.2.1 Vertical Heater-Treaters
Figure 41 illustrates the vertical heater-treater which consists of four major sections: gas separation,
free water separation, heating and water-wash, and coalescing-settling sections. Well fluids enter the
top section of the separator where an inlet diverter deflects the fluid to the treater shell. Free gas
and solution gas are released from the liquid and exit the top of the separator. Oil, water and
emulsion flow through the downcomer pipe beneath the firebox. The bottom section should be sized
for 3 - 5 min retention time in order the free water to settle down. The end of the downcomer should
be below the oil-water interface so as to ‘water-wash’ the oil being treated. This will assist in the

coalescence of water droplets in the oil.”" **
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Figure 41: Simplified schematic of a vertical heater-treater.”

A fire tube heats the oil and the emulsion by heating the water-wash section. The heat breaks the
emulsion and water is released and settles to the bottom of the treater where it is discharged to the
water storage tank. The treated oil rises and enters the coalescing section. There is sufficient
retention time in this section in order the small water droplets in the oil continuous phase to
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coalesce and settle down. Occasionally, baffles are installed in the coalescing section causing the oil

and emulsion to follow a longer path up through the oil settling section (Figure 42). Treated oil exits

the oil outlet at the top of the coalescing section to the oil storage tank.®" 1%

Figure 42: Baffles, installed in the coalescing section.”

If the treater is not adequately designed, the gas which is liberated when the crude oil is heated, may
cause problems in the treater e.g. great volumes of gas can create turbulence inhibiting coalescence
of the water droplets, or small gas bubbles can attract surface-active materials and water droplets to
the oil outlet.”" ™

3.4.2.2 Horizontal Heater-Treaters

In Figure 43 a horizontal heater-treater is presented. Horizontal heater-treaters are used in cases of
multi-well flow streams. According to Stewart and Arnold™ they consist of three sections: front
(heating and water-wash), oil surge chamber, and coalescing sections. Well fluids enter the front
section through the fluid inlet. Water and solids flow to the bottom while gas and oil flow to the top.
Gas passes through the gas outlet. Free water flows to the free water outlet. The heating of the oil
and the emulsion occurs in the front section. When they are heated they rise into the oil surge
chamber. The coalescing section must provide enough retention time for coalescing to occur and for

the coalesced water droplets to settle.”
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Figure 43: Horizontal heater-treater schematic.”

Nowadays, the emulsion is heated in a heat exchanger before it flows into the treater. In such a case
the inlet section can be shorter because its only purpose is to liberate gas from the emulsion before

the latter flows to the coalescing section.™

3.5Electrical method

3.5.1 Electrostatic Coalescers
Coalescing can be succeeded through electrostatic coalescers. Water-in-oil emulsion can be
subjected to a high-voltage electric field. This is particularly beneficial for reducing the oil-water
content to very low levels (less than 0.5 %).”? According to Stewart and Arnold™ when oil as non-
conductive liquid contains dispersed water as conductive liquid, physically are caused three
phenomena:

1. The droplets become polarized. The positive and negative poles of the droplets are brought
adjacent to each other. Due to electrical attraction the droplets come together and coalesce.

2. Droplets are attracted to an electrode due to the induced charge. In an AC (alternating
current) field, due to inertia, small droplets vibrate over a larger distance than larger droplets thus
promoting coalescence. In a DC (direct current) field the droplets tend to collect on the electrodes,
forming larger drops until eventually they settle due to gravity.

3. The electric field tends to distort and thus weaken the film of the emulsifier surrounding the
water droplets. Water droplets dispersed in oil and subjected to a sinusoidal alternating current field
will be elongated along the lines of force during the first half cycle. As they are relaxed during the
low-voltage portion, the surface tension will pull the droplets back toward the spherical shape. The
same effect is obtained in the next half of the alternating cycle. The weakened film is thus more
easily broken when droplets collide, making coalescence more likely.

3.5.2 0il Dehydrators
Figure 44 illustrates a horizontal treater with electrostatic grid. This kind of vessel is called oil
dehydrator. It can handle high volumes of fluids and it uses a separate upstream vessel for free-

water removal and heating.[s]
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Figure 44: Schematic of a horizontal oil dehydrator.”

Oil dehydrators are normally used when the volume of fluids to be treated exceeds 15,000-20,000
bbl/day.

3.5.3 Electrostatic Heater-Treaters
When water droplets in an emulsion are very small, they settle very slowly. However, water
molecules are polar which means that they carry electric charges (Figure 45).17 9

———— o m————

Hydrogen

Figure 45: Effects of electrostatic fields on water drops.™

Using an electric field, the small water droplets become ‘electrified’ or ‘ionized’. Figure 46 illustrates
electrodes with electrical charges that reverse polarity many times a second, hence, the water
droplets are placed in a rapid back-and-forth motion. The greater the motion of the droplets, the
more likely is the water droplets to collide with each other, rupture the skin of the emulsifier and

coalesce into larger droplets.®" ")
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Figure 46: Effect of electrical charge on small water droplets in the emulsion.”’

Figure 47 shows a simplified schematic of a horizontal electrostatic heater-treater. Electrostatic
heater-treaters are effective at reducing water content in the crude oil to the level of 0.2 - 0.5 %!
according to field experience.™ It is basically the same as a horizontal heater-treater, except that an
electrostatic grid (or electrodes) is included in the coalescing section.”

Electrostatic heater treaters are more compact than heater treaters so that it makes them a
preferable device in cases where space is limited and large volumes of crude oil must be treated as it
is on offshore platforms, urban areas, and arctic environments, where the equipment sits on
platforms. Additionally, electric dehydration can break down emulsions at temperatures as low as 20

- 40 °F. That saves fuel cost and reduces crude shrinkage and API gravity loss.”!
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Figure 47: Simplified schematic of a horizontal electrostatic heater treater.”

There is a tradeoff between capital and operating costs in order to choose among the possible
combinations of treaters, heater treaters, and electrostatic dehydrators. The electric units are more
expensive at the beginning of the production. However, operating cost and size restrictions
sometimes make them the optimum choice.™”!

3.6 Treater Equipment design
All emulsion-treating equipment such as heater-treaters and gunbarrels with an internal or external
gas boot, should be designed in such way that they provide sufficient time for free water to settle
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down. Factors, such as differential density of the oil and water, the viscosity of the oil, the size of the
water droplets, and the relative stability of the emulsion, directly affect the time required for the
free water to settle. A minimum droplet diameter should be estimated, which must be separated

from the oil in order to meet the BS&W specification.”

Moreover, settling can be influenced from the addition of heat. Heating causes a reduction of the
viscosity of the oil phase, thus increasing the settling velocities. Treatment temperatures normally
range between 100 - 160 °F (38 - 70 °C) while for heavy crudes they can reach up to 300 °F (150 °C).
Increasing the temperature the light components boil up, so the remaining crude oil becomes
heavier and has a lower API gravity. Finally, heat needs fuel which should be also considered. The less
heat is used, the better.

3.7 Practical Considerations
A successful treatment of the emulsions depends on the emulsion characteristics. Emulsions can be
treated at low temperatures with or without adding demulsifiers (chapter 4), or vice versa. In case of
high water contents, emulsions can require extremely long retention times in hot heated or use of
chemicals. The use of chemicals instead of heat is considered to be a better option considering the
installation, the maintenance, and the operating costs. Different types of vessels require different
chemical actions. It is necessary to assess the contribution of the treating equipment and the type of
treatment and before chosen the right chemical additive. Selection and preparation of demulsifiers
must also match the treating vessel.l"®
In case of offshore operations, where a short residence time is available or in case of little agitation a
fast-acting chemical should be chosen. For onshore production, and for heavy oil or bitumen, it is
better to use large settling vessels and heater treaters to dispose of the free-water. There, can be
longer retention times, up to 40 min, so can be the choice for slower-adsorbing demulsifiers."® Wash
vessels also have long retention times (8 - 24 hrs), so slow-acting formulations are also appropriate.

The use of gunbarrels sometimes indicates that the production is characterized by high saltwater
percentage. Highly saline water has 10 - 35 Ib per thousand barrels (PTB) of dissolved salts.™
Without heat, the vessel should provide settling times between 12 - 24 hrs.

When heater-treaters are used, heat is required to break the emulsions. Generally, the retention
times are in the range of 10 - 60 min and depend on the characteristics of oil and the efficiency of the
demulsifiers.

An electrostatic heater-treater can be used when the salt content specification is at maximum of 10 -
35 PTB and the BS&W must be reduced below 0.5 %, or when offshore facilities have limited space
and/or heat.”” Electrostatic units require quick-acting (15 - 60 min) chemicals.™?

If the demulsifiers are added at the wellhead or even downhole, they must not be sensitive to the
agitation or turbulent flow prior to entering the vessel. Chemicals should be reassessed whenever
the wellstream changes. The demulsifier action can be impaired by lower flows, higher water cuts,
paraffin problems during cold weather, increased solids caused by workovers or pipeline pigging.”gl

3.8Products, Stated patents and experimental methods

In this subchapter products and patented methods will be presented which are available for the
treatment of W/O emulsions. There is a variety of methods including the oscillatory mixing, the
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microwave radiation, the sonication, the ultrasonic treatment, the electrostatic method. Their
mechanisms will be illustrated in more details in the following sections.

3.8.1 Oscillations
Different kind of oscillations can fight specific problems in the emulsion treatment plants or fracture
the emulsion microstructure. By fracturing the emulsions is forming a plurality of layers from which
oil or water can be recovered. These mechanisms will be presented in subchapter 3.8.1.1 and 3.8.1.2.

3.8.1.1 Merus Ring
Merus GmbH provides the product Merus Ring which is illustrated in Figure 48.1*°!

Figure 48: The Merus Ring.™™®

Merus Ring is made out of two halves of a treated alloy. These two halves can easily be installed on
the outside of a pipe as a collar. Once the Merus Ring is installed, it automatically starts to emit
different kind of oscillations. A dedicated oscillation exists to fight a specific problem. One oscillation
fights rust and corrosion, a second one fights calcium carbonate and other salts, a third one is
fighting microbiological problems such as bacteria, algae or bio-fouling. The Merus Ring is charged
with different kind of oscillations, depending on the problem in the water or crude oil to be treated
e.g. in a heat exchanger, if there are scaling problems to be solved a standard set of oscillations will
do. In the end Merus Ring will hold all the required charges to solve the problem.® 3!

Strong electrical fields might affect the charge on the Merus Ring Down-Hole Tools, and
consequently reduce the performance of Merus Ring. Electrical welding should be avoided within 5
meters spherical radius from Merus Ring Down-Hole Tools. If this cannot be prevented, the Merus
Down-Hole Tools should be removed before the welding activity and re-install later again.®*
According to the data presented in the webpage from Merus GmbH™® the use of Merus Ring
upstream at the well or direct after the well can reduce the amount of produced emulsion. When
Merus Ring is used direct in the well the amount of emulsion, which has been before around 20 %
dropped to less than 10 %. However there are no data found as references.

Theoretically it is possible to bring down the cost of operation of the whole way from the well to the
Crude Oil Terminal or Separator by 20 % plus. The used chemicals in these processes have often the
biggest part in the operation cost. Improving the efficiency of the used chemicals and minimizing the
used amount, it is possible to easy bring down these costs by 50 %.!®!

Table 6 lists the current customers of Merus Oil & Gas in alphabetical order.™®
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British Gas

CNOOQC - Chinese National Offshore Qil Company
ConocoPhilips

Dolphin Energy

Dragon Oil

KHNPC - Kuwait National Petroleum Company
KOC - Kuwait Qil Company

Odfjell

OIL - Qil India Ltd.

ONGC - Qil and Natural Gas Cooperation, India
Pertamina

PetroChina

Petronas

PetroSA

PetroVietnam

Qatar Petroleum

Q8

Samref - Saudi Aramco Mobile Refinery
Saudi Aramco

Shell

Sinopec

Statoil

Vico

Table 6: Current customers of Merus Oil & Gas. If the Customer name is underlined, there is a
[16]

performance certificate of this company.
Figure 49 shows the performance certificate of Oil India Ltd, which is an ‘underlined’ customer of
Merus Oil & Gas. Merus Ring has been installed on Flow and Trunk lines - A 32 km pipeline from Qil
India Ltd. Merus GmbH claims that their company has equipped a couple of smaller lines and a
separation plant and as well as this 32 km long trunk-line. This particular 32 km trunk line always
caused worries, as it is the most important line and it had to be cleaned regularly. The also claims
that very satisfying results were obtained during the pilot trial and continue to be obtained now in

normal operation.™®!

TEL 1 (0374)- 2803292 / 2800517
o OIL INDIA LIMITED 2800422 / 2804755
(A GOVERNMENT OF INDIA ENTERPRISE) FAX  : 0374-2801680
. DULIAJAN-786 602 GRAM : OIL INDIA DULIAJAN
DIST. DIBRUGARH TELEX : 0288-249 DULO IN
ASSAM, INDIA E-mail : prodoil@oilindia.in
CABLE : OILINDIA
REF: PDN:O: 2/2/7.11- 11/65 30.08.2011

M/S Merus OIL & GAS PTE Ltd,
192 Waterloo Street,

#05-01 Skyline Building
Singapore, 187966

Singapore.

Sub: Performance certificate
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This to certify that, field trial of Merus rings was conducted in a 32 KM long
crude oil carrying pipe line from Shalmari field to Moran field of QOil India
Limited, Duliajan, Assam from November 2009 to October 2010. The intent of
field trial was to treat wax deposition along the pipe line to minimize
pumping pressure.

The performance of the rings in reducing the line pressure during the period of
field trial was found to be satisfactory and pumping pressures could be
maintained at stable rate.

From the pressure profile it has been inferred that the wax deposition along the
pipe wall could be dislodged / dissolved steadily causing the reduction in line
pressure.

_AAM.Mamen)
Chief Engineer Production (OIL)

Figure 49: Performance certificate of Oil India Ltd."™

Figure 50 shows the participation of Merus Ring at Saudi Aramco's Khurais Producing Department
2015 Technology Day Campaign. Appreciation is awarded to Merus Ring technology for the achieved

positive results.

Figure 50: Merus participate at Saudi Aramco's KhPD 2015 Technology Day Campaign.”*?

Merus GmbH claims that the Merus Ring that been installed in many cases worldwide, with great
success in separating and helping to get cleaner oil, cleaner water, less emulsion, faster throughput
and less need of chemicals in each of the process steps. More specific references for this product are
not available.

3.8.1.2 Demulsification of emulsions by oscillatory mixing
The invention, with the Patent No US 7,014,773 B2 on March 2006, includes a method for
demulsification of emulsions by oscillatory mixing of them.®® Similar inventions are patented since
November 1930. The oil of the emulsions refers to crude oils, crude oil distillates, crude oil residuum,
vegetable oils, animal oils, synthetic oils and mixtures.

The emulsions can be W/O emulsions, O/W emulsions, and mixtures of W/O and O/W emulsions.
Usually, the water content of W/O emulsions varies between 1 - 60 wt % based on the weight of
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emulsion. The oil content of O/W emulsions varies between 1 - 80 wt % based on the weight of the
emulsion. Generally, the O/W emulsions are weakly viscoelastic.

The viscoelasticity of emulsions increases when the water content of W/O emulsions or the oil
content of O/W emulsions is above 40 wt % by weight of the emulsion. Viscoelasticity is defined as
the property of materials that exhibit both viscous and elastic characteristics when there is a
deformation.™ The unique property of these viscoelastic emulsions is the existence of fracture
frequencies at which the emulsion microstructure fractures. This invention is a method to demulsify
emulsions comprising oil and water by fracturing the emulsions and a plurality of layers from which
oil can be recovered.'®®!

The fracture frequencies for an emulsion can be determined with oscillatory viscometry
measurements. In other words, using oscillatory rheology, it is possible to quantify both the viscous-
like and the elastic-like properties of a material at different time scales.® An oscillatory viscometer
can impart an oscillatory strain on the emulsion and the stress corresponding to the strain is
recorded (Figure 51).

Elastic solid
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Figure 51: (a) Schematic representation of a typical rheometry setup, with the sample placed between
two plates. (b) Schematic stress response to oscillatory strain deformation for an elastic solid, a
viscous fluid and a viscoelastic material.’”

According to [63] a typical procedure is to place the emulsion in a container cup. A cone is introduced
into the cup and the cup is oscillated with sinusoidal oscillation. The amplitude of the oscillation can
be fixed and the frequency of oscillation can be varied. By subjecting the emulsion to oscillatory
strain at a fixed amplitude, the elastic modulus (G) and viscous modulus (G“), as a function of

[62] explain that the viscoelastic behavior of

frequency can be determined. Wyss, Larsen, and Weitz
the system at w is characterized by the storage (or elastic) modulus, G’(w), and the loss (or viscous)
modulus, G”(w), which respectively characterize the solid-like and fluid-like contributions to the
measured stress response. For a sinusoidal strain deformation y(t)=yy*sin(wt), the stress response of

a viscoelastic material is given by o(t)=G’(w)yo*sin(wt) + G”’(w)ye*cos(wt).

Fracture frequencies are the frequencies which correspond to the minima in the elastic modulus (G‘)
versus frequency plot for a given emulsion.®® Illustrative examples are given in Figure 52 & 53: Two
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fracture frequencies are observed at frequencies of about 0.5 and about 8 radians/sec corresponding
to the two minima in the frequency versus elastic modulus plot. An emulsion can exhibit a
multiplicity of fracture frequencies.
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Figure 52: Plot of storage or elastic modulus G’ (Pas) versus Shear rate (rad/sec) for a set of W/O
[63]

emulsions made of crude oils indicated in the legends.
Oscillatory mixing of a fluid is to subject the fluid to oscillatory stress or strain. An oscillatory mixer is
an apparatus or device that can mix a fluid in oscillatory mode. In the process of subjecting a fluid to
oscillatory stress the cup or container of fluid is stationary and the cone is oscillated as described in
the illustrative example given above.
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Figure 53: Plot of loss or viscous modulus G” (Pas) versus Shear rate (rad/sec) for a set of W/O
[63]

emulsions made from crude oils indicated in the legends.
According to [63] the oscillatory mixing can be conducted at any oscillatory frequency in the range of
0.1 to 75 radians/sec. Preferably oscillatory mixing is conducted at about one of the multiplicity of
fracture frequencies of the emulsion. When oscillatory mixing is conducted at about one of the
fracture frequencies it fractures the emulsion. It is preferred to conduct the oscillatory mixing at the
second fracture frequency. The oscillatory mixing may be conducted at temperatures of the W/O or
O/W emulsion of about 10 to about 100 °C and at pressures from ambient to 2,000 psig (14,800.4
kPa). The time required for oscillatory mixing to fracture the emulsion varies in the range of 0.1 min
to 48 hrs. Furthermore, oscillatory mixing can be conducted in continuous or pulse mode. It is
preferred to conduct the oscillatory mixing in the pulse mode i.e., oscillatory mixed for a period of
time, then stopped for a second period of time and then mixed again for a third period of time. The
duration of the first, second and third time periods can be determined by optimization methods.®®

This invention may further comprise adding a chemical demulsifier to the emulsion prior to or during
oscillatory mixing. Use of a chemical demulsifier is believed to weaken the elastic modulus (G’) of the
viscoelastic fluid facilitating fracture. Chemical demulsifiers can lower the oscillatory mixing energy
required to demulsify the emulsion.

The invention is applicable to any emulsion comprising water and oil, preferably the W/O emulsion
type, and especially those containing components such as organic acids and solids, and which may
additionally include asphaltenes, basic nitrogen compounds and emulsifiers which are added or
naturally present in the emulsion.

3.8.2 Microwave Heating
Microwaves are electromagnetic (EM) energy. Microwave energy is a nonionizing radiation that
causes molecular motion by migration of ions and rotation of dipoles, but does not cause changes in
the molecular structure. When an emulsion is exposing to a microwave electromagnetic (EM) field,

49



molecular rotation and ionic conduction cause internal heating. Applications of microwave radiation
in treaters and centrifuges will be presented in the following subchapters.

3.8.2.1 Microwave Radiation
According to Chan and Chen' the demulsification of W/O emulsions can be accomplished by
microwave radiation. The project took place in the Department of Chemical Engineering in Feng Chia
University in Taiwan. The effects of emulsion conditions and the microwave operating conditions
were systematically studied in this project.

Microwave energy has a frequency that varies between 300 MHz and 300 GHz. The characteristic of
microwave heating is the internally and selectively heating of the entire volume of the sample.
Microwave energy is delivered directly to the material through molecular interaction with the
electromagnetic field. The molecular structure influences the ability of the microwaves to interact
with materials and transfer energy. In multiple phase materials, such as W/O emulsions, some phases
may couple more readily with the microwaves."”!

Only a few studies and patents were focused about the application of microwaves to demulsification.
Laboratory and field tests showed that viscous and stable W/O emulsions can be demulsified and
separated into oil and water layers by the combined effect of microwave heating and gravity
sedimentation. In this work, this new microwave radiation method is first adopted to study the
demulsification of liquid membrane emulsions.

Membrane emulsification is a relatively new technique which produces all types of emulsions, single
and multiple emulsions. Membrane emulsification'” consists of forcing the dispersed phase to
permeate into the continuous phase through a membrane. The membrane has a uniform pore size
distribution. The dispersed phase is pressed perpendicular to the membrane while the continuous
phase is flowing tangential to the membrane (Figure 54).

[ I I [ | Mambrans

Flux of continuous phase Coni s N ”
:> ontinuows phase containing surfactant

ﬁ Dispersed phase

Pressure applied on the dispersed phasa

Figure 54: Schematic principle of membrane emulsification.”!

A hydrophobic membrane should be used to produce a W/O emulsion. High continuous phase
velocity and low interfacial tension will promote small drops. The pressure applied on the dispersed
phase depends both on the interfacial tension and on the membrane pore size."”

Droplet size is a key factor to all these mechanisms and plays an important role in the demulsification
rate. The smaller the drop size is, the harder the emulsion will break. For systems with drop size
greater than 10 um, W/O emulsion can be demulsified easily by microwave radiation.

On this work®® the separated water phase was recorded as a function of the settling time. The
separation efficiency is defined as follows:
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volume of separated water phase (mL)

Separation efficiency, § = — : _
P ; original volume of water phase in emulsion (mL)

= 1005 (1)

A typical plot of separation efficiency is illustrated in Figure 55. The longer the duration of microwave
treatment, the higher the separation efficiency. The short duration of microwave treatment is also

remarkable.
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Figure 55: Typical plot of separation efficiency depending on the microwave time 8-15 sec.

The initial demulsification rates were calculated by the initial slope of the curves, i.e.

Inital demulsification rate = (%)

=i}

[49]

They are illustrated in Figure 56.%% The higher the irradiation power the better the initial

demulsification rates.

50
®  Microwave power BODW
404 O Microwave power SE0V
¥ NMicrowave power 42000
7 Microwave power 2400
& 304
E
‘__C\l
%
o 20 4
10 4
0 & 2
a 2 4 & & 10 12 14 18

Microwave time (sec)

Figure 56: Effect of microwave irradiation power."*”
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The results of Chan and Chen™ show that microwave radiation has the potential to be used as an
alternative way in the demulsification process. The microwave demulsification does not require
chemicals and high electric voltage and these are significant advantages of the method. Furthermore,
this technique can be used in viscous emulsions, since it is more effective to heating viscous liquid
membrane emulsions than other methods.

3.8.2.2 Microwave emulsion treater with internal coalesce

The invention, with the Patent No US 4,853,119 on August 1989, refers to a microwave emulsion
treater with internal coalesce. Similar inventions are patented since October 1941. This invention
refers to a method for enhancing the separation of oil and water dispersions and emulsions. The
object of this invention is a microwave based emulsion treating system. It consists of a microwave
energy source and a microwave applicator for treating the emulsion. The applicator includes an
internal coalesce medium for enhancing the effects of the microwave energy in separating the
emulsion.

Figure 57 illustrates the schematic view of a microwave-based separator system. It consists of a
microwave power source (10), and a circulator device (19), which is provided with a wave guide (12)
extending to an applicator (14). Applicator (14) is provided with inlet (16) and outlet (18) for passage
of an emulsion or dispersion. Outlet (18) extends to a separator vessel (20). The separator vessel is
provided with an outlet (22) as an upper oil phase and an outlet (24) for the lower water phase.>”
Any level of control can readily be applied to the system to control throughput, amount of energy
applied, interface level, etc., to obtain a desired separation.
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Figure 57: Schematic view of a microwave-based oil-water separator system.**

Figure 58 illustrates a chamber (15) in a block (13) of, for example, Teflon polymer inside applicator
(14) is filled with coalescer medium (26) such that the emulsion or dispersion being subjected to
microwave energy in applicator (14) will simultaneously contact the coalesce medium (26). Inlet (16)
and outlet (18) extend to and from chamber (15), and an end plate (17) of aluminum or other
suitable material is provided to reflect energy back through the emulsion or dispersion.

S \Y\&///<\{{\

Figure 58: Elevational view showing details of a microwave applicator having an internal coalesce.
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Coalescer medium (26) can be of any suitable high surface area configuration, such as wood mesh
excelsior or corrugated polypropylene. One particularly preferred material is a corrugated
ponproperne.[53] Preferred materials, provided they have a low dielectric constant and a low loss
factor, are those which have a dielectric constant at 2450 MHz of from about 0.1 to about 15, most
preferably from 2 to 3, and a loss factor of from near 0 to about 2, most preferably less than 0.05.
The dielectric constant expresses the extent to which a material concentrates electric flux (flow of
energy through a surface). Loss factor is a factor which when multiplied by energy lost at time of
peak and the number of load periods will give overall average energy lost.

The combination of a microwave based emulsion breaker and a coalescer medium in the microwave
applicator provides an improved result as illustrated in Figure 59.5% The results represented in the
graph were obtained by measuring the water separation from a crude oil emulsion. As seen in Figure
59, the quantity of water recovered when the system of this invention was utilized is much more
than the quantity of water separated by use of microwave and coalescer separately over a
comparable time period.
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Fig. 59: Improved results provided by the invention.””
The invention described above could be used in conjunction with other conventional separator
devices either upstream or downstream from the microwave-based system.

3.8.2.3 Use of microwave radiation in separating emulsions and dispersions of
hydrocarbons and water

The invention, with the Patent No US 4,582,629 on April 1986, refers to a microwave emulsion

treater with internal coalescer in separating emulsions and dispersions of hydrocarbons and water."*”!

Similar inventions are patented since August 1948. The microwave treatment can be in conjunction

with other separating and heating devices such as gunbarrels, heater treaters etc. The instant

invention can be used in washtanks or gunbarrel treaters, either in the tank or in the pipeline leading

into the tank.

Emulsions can be more rapidly separated when they are exposed to electromagnetic radiation
(microwaves) between 1 and 300 mm in wavelength. Microwave frequencies are preferred from

2,000 to 3,000 MHz. In general the emulsion is normally treated at a power level between 300 and
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50,000 watts. The microwave radiation can be used in any desired wattage, but normally the higher
the wattage used to produce the microwave radiation, the more quickly the emulsion can be
separated. For continuous treatment, a power level varying from 1 watt to 500 watts/gallon of
emulsion will be used. The temperature of the initial emulsion affects the amount of kwatt power
required to treat the emulsion.”!

In [57] is explained that microwave treating is a combination of two mechanisms. The first
mechanism is heating as in a conventional system. The second mechanism is connected with the
excitation of bound water molecules which then disrupt surfactant molecules present in the
interfacial film. Microwave treatment can disrupt the emulsion allowing for more rapid separation of
oil and water. The temperature dependence of the power used in the process affects the heating
end. The water content will directly affect the extent to which a given microwave voltage applied will
raise the temperature of the dispersion. The colder the initial fluid and the higher the water content,
the more power required.

Regarding the temperature dependence, the difference between oil and water systems is only in the
amount of water to be heated. As oil absorbs roughly 100 times less microwave radiation than water,
the higher the quantity of water in the dispersion or emulsion, the more power required. The higher
the fraction of water, the more dramatic is the improvement in separation in W/O systems.

In general, there is a substantial reduction in viscosity of emulsion subjected to microwave radiation.
This reduction increases as time of exposure increases. Emulsions are much easily broken when
viscosity decreases. The microwave produces a much greater separation effect than the heat only.

In Figure 60 it is graphically depicted the viscosity vs microwave exposure time for a 10 % water in
crude oil (left) and for a 50 % water in crude oil composition (right). Microwave testing was
accomplished using a commercial microwave oven.
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Figure 60: Viscosity versus microwave exposure time in 10 % W/O (left) and 50 % W/O (right).””!

3.8.2.4 Application of microwave radiation in a centrifuge for the separation of emulsions
and dispersions
The invention, with the Patent No US 5,911,885 on June 1999, refers to a microwave radiation in a
centrifuge to separate emulsions and dispersions.[sg] Similar inventions are patented since March
1977.
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According to this invention®™ it is a method and apparatus for applying microwaves to flowable
materials within a centrifuge. The simultaneous application of microwaves and centrifugation to
flowable materials may be utilized to rapidly separate immiscible components from emulsions and
dispersions. Microwaves are guided along a waveguide structure within the centrifuge. A meandering
path for the waveguide is chosen through the interior of the centrifuge and through the flowable
material being centrifuged. Gradual variation in the radial distance of the waveguide from the axis of
the centrifuge produces a gradual filling of the cross-section of the waveguide along its length,
forming a gentle microwave beach within the waveguide. The result is an excellent microwave
coupling and power deposition into the flowable material. In its most general sense, the invention
may be used to separate any variable-density flowable material, whether emulsified or not, or it may
be used simply to rapidly heat a fluid without separation. Numerous applications exist in the
petroleum, chemical, and food-processing industries.

The general concept of a microwave beach is illustrated schematically in Figure 61 for the simple case
of a linear-waveguide beach configuration.® In Figure 61 microwaves are guided within a linear
metal boundary forming a waveguide (1). The waveguide cross-section is partially filled with a
dielectric absorber (2), where the relative thickness B of the dielectric absorber (2) increases
gradually over a distance A. The distance A can be one wavelength and preferably several
wavelengths long. The dielectric absorber can be any flowable dielectric material, including but not
limited to crude oil sludges. Microwaves are introduced into the shallow end (4) of the dielectric
absorber (2). Microwave propagation takes place from the shallow end (4) to the deep end (5) of the
microwave beach. The gradual increase in the depth (B) of the dielectric absorber (2) for a length of
one to several wavelengths results in low reflections of microwaves from the dielectric absorber (2)
and excellent power deposition within the dielectric absorber (2). No microwave reflections occur
when there is an impedance match and all of the power from the microwave source is transmitted to
the dielectric absorber (2). Power may be deposited over long distances along the dielectric absorber
(2) of a microwave beach, leading to low power flux across the interface between the dielectric
absorber (2) and the open volume of the waveguide (3). Low power flux reduces the danger of arcing
or localized over heating of the dielectric absorber (2).
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Figure 61: The simple case of a linear-waveguide beach configuration where: (1) a linear metal
boundary forming a waveguide, (2) a dielectric absorber, (3) the open volume of the waveguide, (4)
the shallow end of the dielectric absorber, (5) the deep end of the microwave beach. (A) is for one or
several wavelengths distance and (B) is for the relative thickness of the dielectric absorber.

An example of the low level of reflections that can be produced along a linear microwave beach, is
given in Figure 62. In Figure 62, the microwave voltage standing-wave ratio (VSWR) of an
experimental microwave beach is plotted as a function of frequency from 2 to 3 GHz. Measurements
of microwave reflections were made with a network analyzer (Hewlett Packard Model 8714B). The
VSWR obtained in the tests is less than 1.4 over a very wide bandwidth of 500 MHz.® Standing wave
ratio (SWR)! is a measure of impedance matching of loads to the characteristic impedance of a
transmission line or waveguide. The SWR is usually thought of in terms of the maximum and
minimum AC voltages along the transmission line, thus called the voltage standing wave ratio
(VSWR).
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Figure 62: An experimental plot of the microwave standing wave ratio versus frequency for a gentle-
[59]

beach microwave absorber using a linear waveguide.
From this data, it is calculated that at least 97 % up to 99.8 % of the incident microwave power is
absorbed over this 500 MHz bandwidth. Very little change in absorption was observed in the tests as
the quantity of water was varied by approximately 10 %. These insensitivities indicate excellent
resistance to changes in fluid properties. Exceptional broad-band, low reflectance properties and
insensitivity to dielectric variations found for gentle microwave beaches are not found in other
common microwave heating devices.

Figure 63 is a conceptual drawing of one embodiment of the invention that may be used in the
separation of oil, water, and solids contained in crude-oil sludges. The invention combines
microwave heating with centrifugation in an integrated assembly. Shown in Figure 62 are examples
of the principal elements of the system and means for element interconnection and combined
function.®

In Figure 63 are illustrated: a waveguide element (31) having the rectangular cross section shown in
the figure is wrapped around the interior of a centrifuge in a fifteen-turn helix that expands in radial
distance from the axis of the centrifuge (32) along its length, forming an expanding-helix waveguide
channel (6). The expanding-helix waveguide channel (6) is rotateably mounted so that it can rotate
about the centrifuge axis (32) at the same speed or a slightly different speed than the outer wall (26)
of the centrifuge. The fluid level (19) of the flowable material (17) introduced into the device settles
to an approximately constant radial distance from the cylindrical axis of the centrifuge (32) over the
length of the centrifuge, under the action of centrifugal forces.
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Figure 63: A cross-sectional view of a schematic representation of one embodiment of the invention.
(6) the expanding-helix waveguide channel, (7) the input waveguide cross section, (8) the terminating
waveguide cross section, (9) the non-rotating section, (11) the rotating section, (12) the rotary
coupler, (14) the stationary input waveguide, (15) a specially sized stationary aperture, (17) the
flowable material, (19) the fluid level, (20) a sludge inlet port, (21) oil discharge openings, (22) oil
discharge openings, (23) a set of gears, (24) the main drive shaft, (25) the helical-screw conveyor, (26)
the outer wall, (28) a solids discharge port, (30) the cylindrical cavity, (31) the rectangular waveguide
element, (32) the waveguide element.>”

The gradually-changing fluid level along the helical path of the expanding-helix waveguide channel
(6) creates the microwave beach configuration, necessary for low microwave reflectance and gradual
microwave absorption along the flowable material (17).

Microwaves are transmitted from an external source of microwave power into the input waveguide
cross section (7) near the shallow-fluid end of the expanding-helix waveguide channel (6).
Microwaves propagate within and along the expanding-helix waveguide channel (6) to the end of the
helix at the terminating waveguide cross section (8).

While a wide range of microwave frequencies will be effective in separating oil-water-solid mixtures
within the microwave centrifugal separator, the most reasonable and cost-effective choices will be
either 915 MHz or 2,450 MHz. These are the frequencies of the ISM (Industrial, Scientific, and
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Medical) band. A device operating at 915 MHz would be generally larger than a device operating at
2,450 MHz because of the longer wavelength of microwaves at 915 MHz.

In the embodiment illustrated in Figure 63, sludge enters the device through a sludge inlet port (20)
at the same end of the device as the stationary input waveguide (14). Microwaves from the
stationary input waveguide (14) are coupled into a cylindrical cavity (30) through a specially sized
stationary aperture (15) in the non-rotating section (9) of the cylindrical cavity (30). The circular-
cylindrical cavity dimensions are carefully designed to produce cylindrically symmetric
electromagnetic fields within the cavity (30).The sludge flows under centrifugal force to a region just
outside of the radius of first few turns of the expanding-helix waveguide channel (6). The rectangular
waveguide element (31) of the expanding-helix waveguide channel (6) is perforated or slotted along
the short wall which is submerged in the fluid (17) to allow fluid to enter the expanding-helix
waveguide channel (6) from the sludge inlet port (20). With fluid (17) introduced within the
waveguide element (32) of the expanding-helix waveguide channel (6) microwave power from an
external generator is applied to the stationary input waveguide (14), transmitted through the rotary
coupler (12) into the expanding-helix waveguide channel (6) at the input waveguide cross section (7),
and hence into the fluid (17). Rotary couplers are commonly used to transmit microwave energy to
rotating radar antennas from fixed microwave sources. The coupler is divided into two sections, a
non-rotating section (9) and a rotating section (11). The fluid (17) is heated, and the oil, water and
solids within the fluid (17) separate into radial layers under centrifugal force as the fluid (17) moves
to the left in Figure 62. Perforations or slots are formed over the entire helical path of the waveguide
element (31) of the expanding-helix waveguide channel (6) along the short submerged wall to allow
free radial movement of the various components of the fluid (17). The perforations or slots can be
readily designed to pass fluid and finely divided solids, but effectively block the passage of
microwave energy. Microwaves are thereby confined to the interior of the waveguide element of the
expanding-helix waveguide channel (6).

At the left end of the device shown in Figure 63, oil discharge openings (21) are provided at a radius
slightly greater than the fluid level (19) to allow discharge of oil, which separates to the inside of the
spinning fluid (17) under centrifugal forces. Water discharge openings (22) are provided at a larger
radius in the left end wall of the rotating portion of the device to allow discharge of water, which
separates to a layer near the outer wall (26) of the device.

Integral with the expanding-helix waveguide channel (6) is a helical-screw conveyor (25) which
removes solids that collect along the outer wall (26) of the device. In the Figure 62 embodiment, the
helical-screw conveyor (25) and expanding-helix waveguide channel (6) are driven directly from the
main drive shaft (24) of the centrifuge, while the centrifuge outer wall (26) is driven indirectly
through a set of gears (23). The differential rotation of the helical-screw conveyor (25) relative to the
outer wall (26) causes the helical-screw conveyor (25) to move the solids to the right end of the
separator and out of the fluid through a solids discharge port (28).

The term “microwaves” commonly refers to electromagnetic waves encompassing the frequency
range of approximately 300 MHz to 300 GHz. The invention is therefore not limited to any particular
frequency range and the term “microwaves” should be interpreted within the context of this
disclosure to mean any electromagnetic wave that can utilize a microwave beach within a
centrifuge.™
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3.8.3 Demulsification of water-in-oil emulsions through sonication
The invention, with the Patent No US 2003/0155307 Al on August 2003, refers to a method for
demulsification of water-in-oil emulsions using sonication and recovering oil therefrom.”” The
invention contains a method for determining the strength of an interfacial film formed at the oil-
water interface. The oil of the emulsion can be of any type including crude oils, crude oil distillates,
vegetable oils, animal oils, synthetic oils and mixtures.

The invention may further optionally include adding of a demulsifier to the emulsion before or during
the sonication step. The use of a demulsifier can lower the sonication energy required to break the
interfacial film of the emulsion.

Sonication is the act of subjecting a system to sound (acoustic) waves.”” The velocity of sound in
liquids is typically 1,500 m/sec. Ultrasound spans the frequency of 15 kHz to 10 MHz with associated
wavelengths of 10 to 0.02 cm. The invention may be practiced at frequencies of 15 kHz to 20 MHz.
The output energy at a given frequency is expressed as sonication energy in units of watts/cm?. The
sonication provided for in the instant invention takes place at energies of 25 to 500 watts/cm®.

Following the sonication, the sonicated emulsion is separated by methods such as centrifugation,
gravity settling, application of an electrostatic field, microwave treatment or combinations of them.
Sonication alone may be sufficient to separate the emulsion into phases or should be combined with
another treating method.

The process is conducted at temperatures of the W/O emulsion between 20 and 200° C, and at
pressures from ambient to 200 psig.

The use of demulsifiers in the invention is not necessary. If demulsifiers are used, the demulsifiers
must not degrade during sonication. Typically, the demulsifiers will have a molecular weight of 500 to
5,000, preferably 500 to 2,000 and a hydrophilic lipophilic balance (HLB) preferably from 9 to about
15 (subchapter 2.2.2). Demulsifiers which will not degrade during sonication will not contain
functional groups such as esters or amides. Demulsifiers will include functional groups such as ethers,
amines, ethoxylated alcohols, sulfonates and mixtures of them. A particularly preferred demulsifier is
phenolformaldehyde."?”

The demulsifier will be added to the emulsion before or during sonication. The amount of demulsifier
to be added will range between 0.1 and 5.0 wt % based on the amount of the emulsion. Additionally,
a delivery solvent can be used. The delivery solvent can vary from 35 to 75 wt % in the demulsifier.
The delivery solvent will be included in the 0.1 to 5.0 wt % demulsifier added to the emulsion.

A particularly preferred demulsifier is a phenolformaldehyde ethoxylated alcohol having the
structure (Figure 64) wherein R is selected from the group consisting of alkanes or alkenes from 8 to
20 carbons, E is CH,—CH, and P is —CH,—CH—CHg, n ranges between 1 - 5, m ranges between 0 - 5
and x ranges between 3 - 9.
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Figure 64: A phenolformaldehyde ethoxylated alcohol.”*”

The following example refers to:

e Demulsification of 20/80 W/O emulsion (electrostatic coalescence of water droplets of
emulsion)®?”

The preparation of a 20/80 W/O emulsion involved addition of water or brine to the crude oil and
mixing. A Silverson mixer was used. Mixing was conducted at 25 °C. and at 400 - 600 rpm for a time
required to disperse all the water into the oil. Demulsifier was added to the emulsion with a dosage
of 0.5 wt % based on the weight of emulsion and mixed with a Silverson mixer at 400 - 600 rpm for
10 - 15 min. A phenol formaldehyde ethoxylated alcohol demulsifier, sold by BASF Corporation as
Pluradyne DB7946, was used to demonstrate the invention.

Electrostatic demulsification took place using a model EDPT-128TM electrostatic dehydrator and
precipitation tester available from INTER-AV, Inc., San Antonio, Tex. Demulsification was conducted
at an 830 volt/inch potential for 30-180 min at temperatures of 60 and 85 °C. Sonication was
conducted using a Sonifier Model 350. The pulse mode operating at an output control setting of 4
was used and sonication conducted for 2 min. At the control setting of 4, the output energy is about
150 watts/cm?. The frequency of sonication was 20 kHz.!*"

For the invention were used two crude oils, Kome and Hoosier from West Africa and Canada
respectively. Hydrophobic silica, sold under the trade name Aerosil R 972 by DeGussa Corporation,
were used for stabilization of the W/O emulsion.!*”

Control experiments were those that were not subject to any treatment before the electrostatic
demulsification.

The results in Table 7 indicate that sonication without or in combination with use of demulsifier can
significantly enhance the demulsification effect.
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Demulsification of 2008 Water-in-Croede Emulsion;
Electrostatic Coalescence of Dispersed Water

Demulaifier Sonication Demmlaification
Crude Ohl Water Solids  BASFE Ploradyne 150 Watts/om 2 % Brine Breakout
Kame EKome Brine Mone Mona Blo e 4
Kome Kome Brine Maone 0.5 wt % Mane 15
Kome Kome Brine Maone Mone 2 minuies 19
Kome Kome Brine Mone 0.5 wt S 2 minuies a4
Hoosier  Hoosier Brine  Silica Mone MNome 4
Hoosicr  Hoosier Brine  Silica 0.5 wt % Mone 5
Hoosier  Hoosier Brine  Silica MNone 2 minutes a0
Hoosier  Hoosier Brine  Silica 0.5 wt & 2 minufes 5

Table 7: Results from experiment ‘Demulsification of 20/80 water-In-crude oil emulsion electrostatic

coalescence of dispersed water’.?%

e The following example refers to Interfacial Film Strength Determination.

The preparation of a 30/70 W/0 emulsion involved the adding 0.15 wt % of hydrophobic silica solids
to a Tulare crude oil followed by addition of Tulare brine and mixing. A Silverson mixer was used.
Mixing was conducted at 25 °C and at 400-600 rpm for a time required to disperse all the water into
the oil.

The prepared emulsion was divided into eight samples 6 g each into eight graduated tubes. Sample
#1 was the control sample that was not sonicated. Samples #2, #3, #4, #5, #6, #7 and #8 were
sonicated at 50, 100, 150, 200, 250, 300 and 350 watts/cm? respectively for 2 min each. Sonication
was conducted using a Sonifier Model 350 in the pulse mode. After sonication samples #1 through #8
were centrifuged. Centrifugation was conducted at 25 °C using a Beckman L8-80 Ultracentrifuge at
2,000 rpm for 30 min to effect separation of the water and oil phases. After centrifugation the
amount of brine separating out was recorded. Results are shown in Table 8. The higher the
sonication energy conducted, the lower the brine separation. The brine separation at sonication
energy higher than 200 watts/cm” is lower than the brine separation without using the sonication.

Sample # Sonication Energy [watts/cm®) % Brine Separated

1 Mone 42
2 A0 83
> 100 72
! 150 i
5 200 11
G 250 i
i 300 i
& 350 i

Table 8: Results from experiment ‘Interfacial Film Strength Determination’.”””

The interfacial film strength varies from 50 to 100 watts/cm?.
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3.8.4 Ultrasonic treatment

3.8.4.1 Demulsification of crude oil emulsion via Ultrasonic Chemical Method
According to Yang, Tan and Tan®™ the demulsification of crude oil emulsions can be succeeded with
an ultrasonic chemical method. Ultrasonic irradiation can demulsify all kinds of emulsions due to its
good conductivity in both water and oil. Ultrasonic chemical method refers to the combination of
using the demulsifier and the ultrasonic irradiation. The project took place in the Department of
Chemical Engineering and Technology in Tianjiin University in China.

The experiments for demulsifying and separating of the crude-oil emulsion were conducted by using
the thermal chemical method and the ultrasonic chemical method separately. The crude oil emulsion
samples were taken from the Dagang oil field in China having a water content 35 % v/v. This crude-oil
emulsion is very stable and it is hard to be separated. Two ways of emulsions breaking are chemical
and physical methods. The chemical method is mainly the use of chemicals in order to enhance
separating of the phases by altering the molecular-scale interactions within the interfacial film. The
physical methods include traditional gravity settling, which may require large residence times or
spaces, and the application of external fields e.g. centrifugal, electric or microwave. A new treating
method, the ultrasonic chemical method, was introduced in this article.

Many factors have been changed on the experiments of Yang and Tan such as the ultrasonic output
power, the irradiating time, and the demulsifier amount to succeed good results. The emulsions
breaking velocity and dehydrating ratio for the high water content crude oil emulsion was better
than that of the emulsion with lower water content in the demulsifying experiments with the
ultrasonic chemical method."”

The displacement effect is the main mechanism of demulsification via ultrasonic irradiation. Under
ultrasonic irradiation, the water and the oil droplets of the emulsion can move to wave loops or wave
nodes, gather and collide, and then become bigger droplets which can settle down by gravity. Sound
energy can also be absorbed and changed into heat energy when ultrasound propagates in emulsion.
Heating increases the temperature of the emulsions and then leads to a reduction of viscosity and
coalescence. If oil is the continuous phase, the settling velocity of water droplets through oil can be
given by the Stoke’s law as follows:

b, = D2(ow — po)g
(T 18 ‘u”

where

v,, is the velocity of water droplets, m sec™

Puw» Po, Fepresent the density of water and oil respectively, kg m™
D is the diameter of water droplets, m

g is the local gravity acceleration, 9.8 m sec™

Mo is the viscosity of oil, Pa sec.
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When water is the continuous phase, the rising velocity of oil droplets through water can be given by
the same equation. As temperature increases, the viscosity, which is very sensitive to temperature,
decreases much faster than the density difference (p.-p,) does. So heating can increase the
separation velocity of the emulsions.

The advantages of this new technology have been reported in many papers. However, the reports
about the practical application of ultrasonic demulsification are very limited. In this study, crude-oil
emulsions were separated with the combination of using the demulsifier and the ultrasonic
irradiation (the ultrasonic chemical method). Some factors that influence the dehydrating ratio were
studied, and these results may be helpful to the practical application of this combined method.

In Figure 65 is shown the experimental setup. The frequency of ultrasonic generator was 40 KHz
unchanged, and its power can be continuous adjusted between 0 and 120 watt. The concentration of
all samples was labeled with % for v/v %. The use level of demulsifier was labeled with mg/L of
demulsifier amount in the emulsion sample. The emulsion structure was observed through a
conventional optical microscope and the images were recorded with a camera that was connected to
a computer.

Transducer Receiver

P

=
- -
Crude oil emulsion

S—

N
. Ultrasonic generator
— o0 m]\ ¢

Figure 65: Experimental setup used in the ultrasonic chemical demulsification.”®

The experiments by the thermal chemical treatment were performed by changing the factors such as
heating temperature, and the use level of the demulsifier. In the ultrasonic chemical demulsification,
the factors were the use level of demulsifier, the output power of ultrasonic generator, the ultrasonic
irradiating time, and the heating temperature.

The experimental steps are the following: the crude-oil emulsions and designed dosage of the
demulsifier are added into a beaker and stirred homogeneously. Then the stirred emulsions are
extracted into special graduated cylinders. 10 mL of emulsions are placed in each cylinder. Half of the
samples prepared are directly heated to demulsify in a water bath. The rest of the cylinders are
placed in the same water bath, but after a period of ultrasonic irradiation. The volume of water
depositing to the bottom can be read from the scale on the special graduated cylinder every 5 min.
The water content of the crude-oil emulsions was measured by distillation technology (ASTM D 4006-
81). For all experiments, the procedures were repeated three times and the results were mean
values.

The dehydration ratio (D) can be calculated from the following equation:
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Vs, mL
D. 0% = — x 100%
¢ Vo, mL x g

where

D is the dehydrating ratio, %

V, represents the volume of separated water, mL

V, represents the emulsion’s original volume of water, mL.

Figure 66 shows the effects of ultrasonic output power on the demulsification with 10 min of
irradiating time, 50 mg/L of the demulsifier, and 75 °C of the water bath temperature.”® The
dehydrating ratio increases as the ultrasonic output power increases until 100 watt, then it starts to
decrease. The highest dehydrating ratio is 97.7 % v/v. Regarding the demulsification, the results show
that the ultrasonic output power has an high value when the irradiating time, the use level of
demulsifier, and the heating temperature are fixed. This can be due to the increasing of ultrasonic
output power which can accelerate the movement of emulsion droplets and intensify the process of
flocculation and coalescence of these droplets. This results in the separation of water and oil phases.
The dehydrating ratio declined when the ultrasonic output power is larger than 100 watt in this
experiment. The breakdown pressure of the droplets may get to several tens or hundreds of
megapascal, and this large temporal pressure can disperse the flocculent droplets again.

100
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Figure 66: Effect of the ultrasonic output power on the dehydrating ratio of the crude oil.””

The irradiating time of the ultrasound influences the demulsification. The emulsion samples have
been irradiated for 5 - 60 min, and then the emulsion samples have been placed in a water bath with
a temperature of 75 °C. The volume of the separated water was measured. The ultrasonic output
power was 100 watt and the use level of the demulsifier was 50 mg/L. The results are shown in
Figure 67. The highest dehydrating ratio, 97.7 % v/v, is measured after 10, 15 or 30 min of irradiation.
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The dehydrating ratio is lower when the irradiating time is 5, 45 or 60 min. Hence, the ultrasonic
irradiating time has an appropriate range. Under ultrasonic irradiation, the little water droplets of
the emulsion can gather and collide, and consequently become bigger droplets, which can be
separated by gravity. There is a problem when the irradiating time is too long. In such a case the
ultrasonic irradiation may break down the large, gathered water and oil droplets, because the
ultrasonic output power is near the threshold value of cavitation.

10054
97.7% 97.7% 97.7%

3 91.6%
2 90%
=
2 85.3% .
E R3%, — 84.2%
-
= 80% |

75%, 1 1 1 1 1 -

3 10 15 30 45 60

The ultrasonic radiating time, min

Figure 67: Effect of the ultrasonic irradiating time on the dehydrating ratio of the crude oil
[50]

emulsion.
The vibration and heating action generated by ultrasonic irradiation can easily break the interfacial
film and enhance the small droplets coalesce. Figure 68 shows the influence of the demulsifier
dosage used on the water content of the crude oil emulsions with 100 watt of ultrasonic output
power, 10 min of irradiating time, and 75 °C of water bath temperature. The final water content of
the emulsion increased when the demulsifier dosage is more or less than 50 mg/L.

The water content of the emulsion influences the ultrasonic irradiating demulsification. The
ultrasonic irradiating demulsification was explored on the self-made emulsions with the following
water contents: 20, 35, 50, and 65 % by volume. The specific crude oil emulsions, which rarely had
any water, were obtained from the Dagang oil field in China to prepare the samples for this project.
The preparation procedure was the same for all the self-made emulsions: the volumes of crude-oil
emulsions and water, which were measured with a pipette, were mixed in a 300 mL graduated
beaker and agitated at a very high speed for 60 min.
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Figure 68: Effect of the demulsifier dosage on the water content of the crude oil emulsion.””

The optimal dehydrating ratio could be achieved respectively for different water content emulsions
under the condition of 100 watt for ultrasonic output power, 10 min for the irradiating time and 75
°C for the water bath temperature. But the results were not the same, as shown in Figure 69. The
separating effect for the high water content crude-oil emulsion is better than that of the emulsion
with lower water content by ultrasonic irradiating demulsification. The final dehydrating ratio
decreases along with a decrease in the water content, but the changing trend of the sedimentation
time required is inverse in the demusification. So demulsification with ultrasonic irradiation is more
suitable for emulsions with higher water content.

The demulsification experiments of the thermal chemical and the ultrasonic chemical method were
conducted with 50 mg/L of the demulsifier dosage. The ultrasonic output power was 100 watt and
the irradiating time was 10 min when demulsified with the ultrasonic chemical method. The
comparison of the dehydrating ratios of the two methods is shown in Figure 70 when the water bath
temperatures were 55 °C, 65 °C, and 75 °C, respectively. The ultrasonic irradiation increases the final
dehydrating ratio of the crude-oil emulsion at every water bath temperature but especially at lower
one. The difference between the final dehydrating ratios resulting from the two demulsification
methods varies between 1.2 % at 75 °C water bath temperature and 31 % at 55 °C. This result
indicates that the demulsifying process is controlled by two factors: the ultrasonic irradiation and
heating temperature. When the heating temperature is low, the demulsification is mainly influenced
by the ultrasonic irradiation. With the increase of the heating temperature, the demulsification is
higher, and the difference between these two factors is minimal.”%
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Figure 69: Effect of the water content on the separating effect of the crude oil emulsion.”’
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Figure 70: Comparison of the dehydrating rates among the thermal chemical and the ultrasonic
[50]

chemical methods.
Micrographs of the emulsions are taken by an optical microscope. The emulsions include the original
emulsion and that demulsified by the thermal and ultrasonic chemical methods at 55 °C water bath
temperature. The distribution of the water droplets in the crude-oil emulsions is illustrated in Figure
71. The mean radius of the water droplets in the emulsion that demulsified by the thermal chemical
method is larger than by the ultrasonic chemical method. The size distribution of the water droplets
of the demulsified crude-oil emulsion is small and uniform when the ultrasonic chemical method was
used. Though demulsification with the ultrasonic chemical method, a good dehydrating ratio can be
achieved compared to the thermal chemical method, and the residual water droplets in the emulsion

is dispersed at the same time.”
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Figure 71: Distribution of the water droplets in the crude oil emulsions.””

The results of this work show that the ultrasonic chemical method, which combines the
demulsification function of demulsifier and ultrasonic irradiation, is a new technology to enhance the
separating of water from crude-oil emulsions. The final dehydrating ratio reaches 97.7 % using the
ultrasonic chemical method for a crude-oil emulsion which has a water content of 35 %. The
ultrasonic output power, the irradiating time, and the demulsifier amount have an optimum value in
the demulsification experiments when the ultrasonic chemical method is used; otherwise the
dehydrating ratio of the emulsion would decrease. The best operating condition for the ultrasonic
output power is 100 watt of, 10 min for the irradiating time, 50 mg/L for the demulsifier amount and
a 75 °C for the water bath. The demulsification velocity and the final dehydrating ratio for the high
water content crude-oil emulsion has better results than that of the emulsion with a lower water
content when demulsified by the ultrasonic chemical method. The ultrasonic chemical method can
separate most of the water from the crude-oil emulsion, but it also emulsifies the residual water
droplets in the emulsion.”

3.8.4.2 Process for separating oil, water and solids by ultrasonic treatment

The invention, with the Patent No US 3,594,314 on July 1971, includes a method of separating oil,
water and solids by ultrasonic treatment. According to Bilhartz®®” it is a method for treating waste
materials containing oil, water, oil and water emulsions, and oil-coated solids, particularly slop oil
from an integrated petroleum refinery, to separate oil, water and solids.

The power level is between 2 and 10 watts/bbl of oil and with hourly alternate treatment for 5 to 30
min and settling for 30 to 55 min periods for an 8-hrs treating cycle, followed by a 16-hrs settling
period, to provide a 24-hrs total time cycle.™
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A clarified oil phase is recovered as an upper phase; a lower phase is removed and subjected to
ultrasonic treatment at cavitation power levels, for example in a continuous flow operation and at a
power level of about 1 to 10 kwatt hrs/bbl of fluid treated. The cavitated product is then separated
to recover an upper free oil phase and a lower water and solids phase; and the water and solids are
then separated for use and/or disposal.’*”

The lower phase of sonically treated products from either the subcavitation treatment or the
cavitation treatment or both may be further separated to recover an intermediate emulsion phase
and this emulsion phase may be recycled to the subcavitation treatment while the remaining water
and solids phase is subjected to cavitation treatment. Alternatively, an intermediate emulsion phase
from the first subcavitation treatment may be separated and subjected to a second subcavitation
treatment prior to subjecting the bottoms - product to the cavitation treatment. The water and solids
from the process may be separated by filtering or centrifuging and, if desired, the solids material
recovered may be washed with a solvent to remove any residual oil there from.

In accordance with the present invention, solids coated with water-immiscible liquids are freed of
the coating and separated from water containing the same subjecting the mixture to ultrasonic
radiation at power levels sufficient to cause cavitation in the liquid. O/W emulsions are also resolved
to separate clarified oil and water from such emulsions by subjecting the mixture to ultrasonic
radiation at power levels insufficient to cause cavitation in the liquid.

Figure 72" shows a flow diagram of the method of the present invention. In accordance with the
drawing, the slop oil is introduced through line (10) to a preliminary settling tank (100), and then
through line (12) to either line (14), (16) or (18) to ultrasonic vibrating units (32), (34) and (36) of
treating units (20), (22) and (24) respectively. Using these three treating and settling units, during
each 24-hour period, one unit is being filled, a second of the three units is being subjected to
ultrasonic treatment and settling and the third unit is being emptied. The units are then cycled at the
end of each 24-hour period so that the unit which was being treated and settled is emptied, the unit
which was emptied is being filled and the unit which was being filled is ultrasonically treated and
settled for the next 24-hour period.

Power is supplied from an alternating current source (26) which supplies a 2 kwatt generator (28).
Power from generator (28) is cycled to ultrasonic vibrating units (32), (34) and (36) of treating units
(20), (22) and (24) by means of switch (30).

Oil recovered as an upper phase in units (20), (22) and (24) is withdrawn through collection line (38)
and is then passed to storage or back to the oil refinery through line (40). The remainder of the
treated fluid comprising water and oil coated solids material is withdrawn through collection line
(42). From collection line (42), this fluid passes through line (44) to continuous ultrasonic treater (46).

Power is supplied from an alternating current source (48) which operates a 20 kwatt generator (50)
which operates a vibrator unit (52).

Vibrator unit (52) is shown as containing of 8 individual vibrating elements disposed on each side of
an elongated trough-type continuous treater (46). That vibrating unit (52) causes cavitation in the
fluid flowing through treater (46). An oil phase from treater (46) is passed through one of lines (54)
or (56) to settling tanks (58) and (60), respectively.
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Settling tanks (58) and (60) are alternately filled and settled and emptied. In settling tanks (58) and
(60), an upper oil layer is withdrawn through collection line (62), and passed back to the refinery
through line (40). An emulsion layer may be withdrawn through collection line (64). From collection
line (64), the emulsified material may be passed through either line (66) or line (68) to demulsifying
and settling unit (70) or (72), respectively.

The demulsifying and settling units (70) and (72) may be supplied with a demulsifying agent through
lines (74) and (76), respectively. In demulsifying and settling units (70) and (72), another upper oil
phase separates and this oil phase is withdrawn through collection line (78) and passed to line (40)
and whence back to the refinery. Any remaining emulsion is withdrawn from demulsifying and
settling units (70) and (72) through collection line (80).

From collection line (80), the emulsion may be recycled through line (82) to line (44) for retreatment
in continuous treater (46). The water and solids phase is passed from line (86) to vacuum filter (88). A
similar water phase containing solids and substantially free of oil is withdrawn from settling units (58)
and (60) through collection line (90) from whence it is passed to filter (88).

If desired, demulsifying and settling units (70) and (72) may be eliminated and the emulsion layer
from settling units (58) and (60) may be passed from collection line (64) through line (94) to
continuous treater (46).

In preliminary settling tank (100), the feed would be separated into an upper oil phase which is
withdrawn through line (102), passed to line (40) and whence back to the refinery.

An intermediate or light emulsion phase may be withdrawn through line (104) and passed through
lines (14), (16) or (18) to treating and settling units (20), (22) and (24), respectively. A heavy emulsion
phase, containing the major portion of the solids, may be withdrawn through line (106) and whence
passed through line (96) and line (44) to continuous treating unit (46).

The level of sub-cavitation treatment in units (114) and (116) should be higher than the level of
subcavitation treatment occurring in units (20), (22) and (24). This contributes to the economy and
efficiency of the operation.

Assuming the slop oil feed rate of about 300 bbl/day passing through the system described above,
treating and settling tanks (20), (22) and (24) would have capacities of 500 bbl each. The secondary
treating tanks (114) and (116) would be similar except that their capacity would be approximately
100 bbl each. Settling tanks (58) and (60) and demulsifying and settling tanks (70) and (72) would also

have capacities of approximately 100 bbl each.®®
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Figure 72: A flow diagram of the method of the present invention.

If conventional slop oil collected from an entire refinery at a flow rate of about 300 bbl/day were
treated, approximately 160 to 180 bbl of clean oil per day could be recovered for recycle to the
refinery. The recovered water would be about 100 to 120 bbl/day and approximately 20 bbl/day of
solids would be collected. In this particular operation, the feed oil recovered from primary treating
units (20), (22) and (24) is equal to approximately 100 bbl/day. The intermediate or light emulsion
treated in units (114) and (116) is equal to approximately 170 bbl/day and the heavy emulsion
subjected to cavitation treatment in the continuous treater (46) is approximately 30 bbl/day. Hence,
the flow rate through treater (46) would be approximately 30 bbl/day."*"

The present invention can be used in the separation of solids coated with an oil or other water-
immiscible film from a liquid material including water, water and oil, oil and water emulsions, etc.
The invention is particularly useful where the liquid contains both an oil-in-water emulsion and solids
coated with an oil film. Materials of this character originate in numerous petroleum refining and
chemical production industries.™

The cavitation treatment will require about 1 to 10 kW hrs/bbl of fluid treated. The frequency of
treatment is not particularly critical but is preferably in the ultrasonic range. Preferably, the
frequency should be between about 10 and 200 kHz since frequencies above 200 kHz require too
high a power consumption to cause cavitation.®”

3.8.5 A process of separating oil, water and solids from emulsions
The invention®® with the Patent No US 4,938,876 on July 1990, provides a process and apparatus for
separating oil, water and solids from emulsions. This invention refers to a method for enhancing the
separation of oil and water dispersions and emulsions. More particularly, the present invention
provides a process and apparatus for continuously separating oil, water and solids from stable

72



mixtures thereof, comprising heating the mixture to at least about 115 °C, rapidly cooling the mixture
to below 100 °C, separating the solids from the liquids and separating the water from the oil.
Preferably, the invention also includes the step of adding a flocculant prior to cooling the mixture.®®
Flocculant is defined as a chemical that causes a dispersed colloidal system to coagulate and form
flocs.** The invention relates to the purification and separation of oil, water and solids from waste
oil. This waste oil can be found in many forms and is particularly found in large quantities as storage
tank bottoms and in lagoons where waste oil has historically been transferred for storage. The
emulsion may be of a W/O or O/W, or a mixture of both, and the insoluble solid particles can be

suspended in either the oil phase, the water phase or the interface between the phases.

The drawing, in Figure 73, illustrates an embodiment of the invention in schematic form. It
particularly shows the step of heating the mixture using superheated water and/or steam, followed

by cooling the mixture by flashing it to lower pressure and separating the components of the mixture

by centrifugally enhanced separation steps.®®

7y RECYCLE WATER ol

—

[58]

Figure 73: Embodiment of the invention in schematic form.

An oil refinery tank bottom sludge (1) of heavy consistency is fed into a sludge blending tank (2),
which is used to combine the sludges and heat them to a pumpable consistency. An agitator (3) and a
steam heating coil (4) provide this purpose. The mixed and prewarmed sludge (e.g. at 50 to 80 °C) is
pumped by a high pressure sludge pump (5) toward a static mixer device (10) which is embodying
interrupted internal helical flights. The sludge entering the mixer is preferably at a pressure of at
least 7 atm gauge, 8 atm absolute, and is joined by steam and/or hot water coming through line (8)
from a water heater (6) at a corresponding pressure. The water will have been heated by gas
combusted in burner (7), passing through suitable heat exchange surfaces in (6) and the flue gas then
exiting through duct (9). The water temperature will correspond to its boiling point approximately
170 °C. The water and the sludge are mixed in mixer (10), and before exiting the mixer, suitable
amounts of demulsifying or separating chemicals are continuously injected from vessels (15) and (16)
via proportioning pumps (12) and (14) and lines (11) and (13). The amounts of these treating
chemicals are small, based on an analysis of the entering sludge. Treating chemical A from vessel (15)
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may be a surfactant while treating chemical B from vessel (16) may be a flocculating agent. The
amounts used may be 0.005 wt %, to 0.05 wt % based on the entering sludge. A third treating
chemical C may be added as the mixture is leaving the mixer and entering nozzle (20) where the
pressure is substantially reduced. This third agent enters from vessel (17) via proportioning pump
(18) and injection line (19). Chemical C may be a complexing agent.

The now blended mixture of sludge, hot water and treating agents passes through a nozzle (20)
dropping the pressure to 0.3 to 0.6 atm gauge, and thereby the temperature to the corresponding
boiling point of water (109 to 115 °C). The mixture enters the flash drum (21) tangentially at the
upper third of the vessel to facilitate release of vapors from the liquid-solid slurry. The vapors will be
mainly steam, but also will include small amounts of volatile material vaporized from the sludge,
which may include H,S. Due to the unpleasant odor and possible toxicity of some of these volatile
contaminants, there is provided a small scrubber (23) for the vapors leaving (21) through line (22).
The scrubber may be a vertical drum fed with a suitable scrubbing liquid through line (24) and issuing
through line (25), to be circulated. Very little of the steam will condense into the scrubbing liquid,
and non-toxic steam vapors will issue from the scrubber through line (26), suitable for heating
purposes.

The solid-liquid mixture remaining after the flashing step issues through line (27) into a hydrocyclone
(28). This is a small diameter cyclone type separator, the feed material entering tangentially near the
top. Solids are separated due to the high speed rotation and consequent centrifugal force generated,
and leave at the conical bottom, while the remaining liquid exits from the center at the top. The
solids leaving hydrocyclone (28) are joined by a stream of recycled hot water from line (33) and pass
via line (32) into a second hydrocyclone (29). The recycled hot water serves to rinse the separated
solids free of oily material. The washed solids separate and exit from (29) through line (34) and drop
onto vibrating screen (35). The solids are shaken and exit at (37), dropping into a receiving vessel.
The essentially solids-free liquids leaving the hydrocyclone (28) via line (30) pass through filter (40).
Solids periodically removed from it are added to the solids entering the screen (35).

The liquid stream leaving guard filter (40) is fed directly to a continuous centrifuge (42). Oil leaves the
machine through line (45), passes through separator (46) via line (72) to receiver (73). The separator
contains a semi-permeable membrane which collects and removes traces of water which might
remain as a haze in the oil. The oil reaching receiver (73) is essentially water-free and clear. The
removed water leaves the separator through line (48) and is returned to the centrifuge. Water
removed from the solids via the vibrating screen can also be added to the feed to the centrifuge via
line (38) (or to the feed to filter (40) if there are any traces of solids in the water). Water leaves the
continuous centrifuge (42) via line (43) to a second separator which has a semi-permeable
membrane for removing traces of oil from water. The separated oil returns to the centrifuge via line
(44) while the clear water continues on via line (50) to a water purification system. Here, water
treating chemical D from container (57) is added via metering pump (55) and feeder line (53) to the
water entering static mixer (51) via line (59). Treating chemical D may be added in amounts of 0.01 to
0.2 % on the water being treated. After mixing, a precipitating agent E from container (58) is added
via metering pump (56) and feeder line (54) to line (60). The chemical is added and it is mixed in
static mixer (52). The static mixers are of similar type to static mixer (10) described previously. A
holding tank (61) is provided to allow sufficient time for the precipitated treating chemical D to
flocculate, thereby removing impurities from the water stream. The thus removed contaminants,

incorporated in the precipitated flocculating agent, are now removed in filter (63), fed by line (62).
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The liquid is released through line (65) into clean water receiver (66). It is desirable to keep the water
system enclosed so as to conserve heat, since most of the water is recycled to heater (6) via line (69),
pump (70) and line (71). Pump (70) should repressurize the water enough to enter heater (6). Since
water normally is contained in the sludge, there will usually be an excess of water entering receiver
(66), so the excess is discharged through line (67). This water in vessel (68) is clean enough to be used
in the refinery.”®
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4 EMULSION BREAKERS

4.1  Definitions
Emulsion breakers or demulsifiers, are specific chemicals which are used to separate the emulsions
such as the W/O emulsions. Chemical demulsifiers neutralize the effect of emulsifiers: Either they
decrease the surface tension of water droplets and promote the separation of oil and water or they

facilitate the rupture of the droplet interface film and promote the water droplet coalescence.”

|[6]

According to Kokal™ demulsifiers should do the following:

e They migrate rapidly through the continuous oil phase to the water droplet interface where
the emulsifiers are concentrated.

e They diffuse the oil/water interface when the concentration of the demulsifier is high
enough. However, it should not be higher than the critical concentration.

e They occupy a high rate of adsorption at the interface.

e They accelerate the rate of film drainage and promoting coalescence on the basis that the
interfacial activity is high enough.

For the oil producer the following standpoints are paramount: the quality of separated water for
disposal, the rate or the speed at which the separation takes place and finally the amount of water
left in the crude oil after separation.

4.2  Emulsion Prevention
It is difficult to eliminate emulsions during crude oil production.”” However, emulsion problems can
be reduced and optimized by following good operational practices:

*Solids management. Fine solids stabilize the emulsions, Efforts should be made to reduce the solid
contaminants during production. The asphaltenes also include solids, which can be controlled by
effective solid management, dispersants, etc.; scales, which should be reduced by scale inhibitors;
and waxes, which should be controlled with heating.

eReduction of corrosion products. These products can be reduced with effective use of corrosion
inhibitors.

eAcidization control. Stimulation with acids can cause very tight emulsions. Acid jobs should be
designed with care and they should incorporate effective demulsifiers at relatively high
concentrations.

eMinimization of mixing or turbulence. Chokes and other devices such as pumps should be controlled
to optimize shearing and mixing. While mixing is necessary and beneficial for the demulsification,
severe mixing leads to tight emulsions or even re-emulsification after water separation. Mixing can
be controlled in gas lift operations by injecting the optimum amount of gas.

eCompatibility of chemicals. A constantly increasing number of chemicals is being used for improved
oil recovery and crude processing. These chemicals may be the source of emulsion problem.
Compatibility studies should be performed with the chemicals that are used during crude oil
production (from the reservoir to the separation facilities) and their emulsion-forming tendencies
should be evaluated.
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4.3  Chemical method and selection of demulsifier
Adding demulsifiers is the most common method of emulsion treatment. Emulsion breaking can be
characterized by a properly chemical selection for the given emulsion, by the quantity of this
chemical, by the mixing of this chemical in the emulsion and finally by the retention time in

separators in order the dispersed water droplets to settle down.™

There is the RSN test method which provides a practical alternative to the HLB method (subchapter
2.2.2) for the demulsifier index test by means of a water titration. The RSN is the volume of water (in
millilitres) necessary to produce a persistent turbidity in a given solvent system. All values quoted are
determined with a solvent stripped demulsifier. In general, products with an RSN < 13 are insoluble
in water, products with an RSN between 13 and 17 are water dispersible and products with an RSN >
17 are soluble in water.!"

Although the selection process for chemicals is considered as art, there is a scientific background.
Chemicals and new technology improve the development and research efforts. After many failures in
the past, demulsifiers are consisting of mixtures” such as solvents, surface-active ingredients and
flocculants. Only one single chemical of them cannot provide all required actions.™

Solvents are generally the carriers for the active components of the demulsifier and they can change
the solubility conditions of natural emulsifiers (e.g. asphaltenes). Commonly used solvents include
benzene, toluene, xylene, short-chain alcohols (e.g. isopropyl alcohol IPA) and heavy aromatic
naphtha (HAN). They can dissolve the surface-active agents back into the bulk phase, affecting the

properties of the interfacial film, and thus can facilitate coalescence and water separation.[‘”

Surface-active ingredients are chemicals. They have surface-active properties which are characterized
by hydrophilic-lipophilic balance (HLB) values. According to subchapter 2.2.2 the HLB value of
natural emulsifiers that stabilize a W/O emulsion varies from 3 to 8. Demulsifiers with high HLB value
(12 to 17) have the ability to destabilize these emulsions.”! The demulsifiers can destabilize the
interfacial film components which are around the water droplets. The destabilization is further
enhanced by changing the interfacial viscosity and elasticity of the protecting film. There are cases
where demulsifiers act as wetting agents in the oil phase. Wetting agents are substances that lower
the surface tension of a liquid and thus allows it to spread more easily."*® This leads to a breakup of
the emulsion film.™

Flocculants are chemicals that have the ability to flocculate the water droplets and enhance their
coalescence.' Flocculation is one of the mechanisms as far as the emulsion destabilization is
concerned (subchapter 3.1).

In case of a W/O emulsion a demulsifier must be used that is almost insoluble in water and highly
soluble in oil. So the demulsifier can diffuse rapidly through the continuous phase and reach the
droplet interface.™

According to [4] and [34] demulsifiers are typically based on the following chemical species: ethylene
oxides and polypropylene oxides of alcohol, ethoxylated phenols and nonylphenols, ethoxylated
alcohols and amines, ethoxylated resins, polyhydric alcohols and sulphonic acid salts, acid or base
catalysed phenol-formaldehyde resins, epoxy resins, polyethyleneimines, polyamines, di-epoxides,
polyols, and dendrimer.
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The condensation products of ethylene oxide were found to be water-soluble (hydrophilic), whereas
propylene oxide gave poly condensation products that tended to be oil soluble (hydrophobic). At
present, the polymer widely used in demulsification industry is a surfactant which consists of both
the hydrophilic and hydrophobic groups. Alkoxylated material was found to be the best polymeric

surfactant.*

According to the study of Chandran, Krishnan, Sinnathambi'** oil soluble demulsifiers are the best

for W/O emulsions because the surfactant will absorb directly into the continuous phase. Qil soluble
demulsifiers are usually formulated only in the organic solvents, such as toluene, xylene, dioxane, or
even in co-solvents comprising of organic solvents and water, where the organic solvent usually
consists of ethylene diamine, diethylene triamine or ethanolamines.

As mentioned before, amines belong also to the demulsifiers. Amines are highly surface active and
are able to absorb on the oil-water interface because it will directly absorb into the continuous water
phase. However, the disadvantage of the amine group demulsifiers is that they are capable of
changing the pH or salinity of the aqueous phase of the emulsion. This property will enhance
emulsion stability and it decreases the demulsification efficiency of the applied demulsifiers.”"

The influence of alcohol and polyhydric alcohol demulsifiers to the W/O emulsion was also
studied.™” The efficiency of this group of demulsifiers depends on their water solubility and their
molecular weight. Alcohol is a low molecular weight demulsifier, water-soluble. In general,
demulsifiers with low molecular weight cause increase in the interfacial adsorption rate and decrease
in the interfacial activity. In other words, low molecular weight demulsifiers have a faster initial
effect, but it will not be as effective as high molecular weight demulsifiers.

Ethylene oxide (EO) is the organic compound with the formula C,H,0. It is a cyclic ether (Figure 74).
Due to its triangular structure is submitted to extreme tension.”” Due to its special molecular
structure, ethylene oxide easily participates in addition reactions; e.g., opening its ring and thus
easily polymerizing.!! Water molecules can be bound to both ethylene oxide (EO) groups and to the

hydroxyl (OH) groups of butanol.!*®!

O

/\

Figure 74: Ethylene oxide.™

Poly ethylene oxide (PEO) or polyoxyethylene refers to a polymer of ethylene oxide (EO). Its structure
is commonly expresses as shown in Figure 75.

0 _H
H{' \/\}o
n

Figure 75: Polyethylene oxide (PEO)."

Polypropylene oxide (PPO) is the polymer of propylene glycol (Figure76). It is produced by ring-
opening polymerization of propylene oxide (PO). The initiator is an alcohol and the catalyst a base,
usually potassium hydroxide. When the initiator is ethylene glycol or water the polymer is linear.
With a multifunctional initiator like glycerine, pentaerythritol or sorbitol the polymer branches out.
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Figure 76: Polypropylene oxide.™

Ethoxylated alcohols are compounds with the formula RO(CH,CH,0),H. The process of adding
ethylene oxide to alcohols converts this group of alcohols. Alcohol ethoxylates are surfactants, used
widely in many commercial products.™

Ethoxylated amines are represented by the formula R - N (Figure 77) where R is the alkyl radical and
n is the total number of moles of ethylene oxide. With the addition of more ethylene oxide the water

solubility can be increased. Alkyl groups are commercially available from C10 to c18.*

(CH.CH,0). H

(CHCH;0),.H

Figure 77: Ethoxylated amines.™™

Ethoxylated resins refer to the process of adding ethylene oxide to resins which converts this group
of resins. In polymer chemistry, resin is a solid or highly viscous substance which is typically
convertible into polymers.™"

Commercially available demulsifier formulations are typically a mixture of one or more different
chemical species, in carrier solvents such as xylene, heavy aromatic naphtha, isopropanol, methanol,
2-ethylhexanol or diesel. Figure 78 illustrates the molecular formulas of typical demulsifiers for crude

oils.”?
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Figure 78: Typical demulsifier molecular formulas.’??

Products that include EO and PO as copolymers are generally highly surface active (Figure 78). Their
oil solubilities are determined, not only by their molecular weight, but also by the EO (hydrophilic)
content as well as by the PO (hydrophobic) one. Compounds with more EO groups are more water
soluble, and with more PO groups are more oil soluble. The lower molecular weights are more water
soluble than the high molecular weights, which are more oil soluble.™®

For demulsifiers of crude W/O emulsions, a low EO content is preferred, at low molecular weights at
about 1,500 - 3,500 for the demulsifier. Also, demulsifiers for W/O emulsions have typically 20 - 25 %
polyethylenoxide (PEO).!*®!

Table 9 presents a review of various journal articles on application of different groups of demulsifiers
used in the W/O emulsions. Kokal and Wingrove have selected and summarized four different groups

of demulsifiers in their study.”?
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Table 9: Review of various journal articles.

[42]

In order to select the appropriate chemical additives many testing procedures are available and

including: bottle tests, dynamic simulators, and actual plant tests. The most common tests will be

discussed in the subchapter 4.6.

4.4

Mixing and Dosage of demulsifiers
The mixing of additives with emulsions is crucial for adsorption of which it may occur in static mixers

or during flow conditions in the piping.llg] The demulsifier must be added continuously at a rate

determined by the bottle tests and/or field trials. Batch addition should be avoided. The injection

rate should be monitored carefully and the feed tank should be equipped with a gage glass, thus

allowing the operator to check the chemical-feed pump and tank at least every day.

(19]

Mixing or agitation is important for the chemical to reach the oil/water interface. Agitation allows

the chemical to mix thoroughly. When droplet coalescence is succeeded through agitation, the
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emulsion breaks. The degree of agitation should be kept to a minimum to prevent re-emulsification.
(4]

Because according to subchapter 2.3.6 the degree of agitation defines the stability of the emulsion.
The quantity of chemical is important because a small or than necessary dosage of demulsifier
cannot break the emulsion while a larger dosage can be harmful for the process. It is not easy to
justify the optimal dosage due to many parameters which affect the treating of emulsions such as:
mixing of different types of crude oils, thousands of demulsifiers available in the industry, treatment
also with separation equipment and finally variations in product qualities.™

The quantity of demulsifier impacts on the work of the demulsifier. The demulsifier just replaces the
natural emulsifiers at the interface (Figure 79). The demulsifier has more work to do in order to seek
out the interface by tight emulsion than by a loose one. By tight emulsions the quantity of the
emulsifiers at the interface film is large than by loose emulsions.

b Tt AR in
= bl lalf "~

Interfacnal
film

x Demulsifier
f Natural surfactant

Figure 79: Film drainage in the presence of a demulsifier. The demulsifier displaces the indigenous
[22]

surfactants in the interfacial film.
For primary or secondary oil recovery emulsions, the demulsifier rates may vary from <10 to >100
ppm based on total production rates. Usually, it is between 10 - 60 ppm." For tertiary oil recovery,
especially during surfactant or micellar flooding, demulsifiers rates are in the range of 100 ppm and
higher in extreme cases.”” Usually, heavy crudes require larger dosage than light oils."® Also, the
dosage between summer and winter time is not the same.®

Due to the fact that most demulsifiers are viscous chemicals, they cannot be pumped to the
production stream easily especially at low temperatures. In this case, the supplier can provide a
winterized version of the additive by reducing the percentage of active ingredient and adding more
solvent carrier.” So the dosage rate should be re-optimized for best results.

According to Manning and Thompson™ demulsifiers should be injected as early as possible (e.g. at
the wellhead or even downhole). This provides more time for the chemicals to work, it prevents
possible downstream emulsion formation and it offers flexibility on the type of chemicals which can
be used. Injecting the demulsifier upstream of a pump ensures adequate mixing and minimizes
emulsion formation inside the pump. Mild mixing (e.g. during pipe flow and at design velocities) can
accelerate chemical dispersion and flocculation of the water droplets.

4.5 Emulsion Sampling
The emulsion is formulated under pressure. Hence, special procedures must be employed to acquire
representative samples.
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[19]

Manning and Thompson " claim that a good sample should:

e Be representative of stream being treated.

e Be a composite of the production from the individual wells that are being fed to the treater.

e Contain a representative quantity of any chemicals such as demulsifiers, corrosion inhibitors,
paraffins etc.

e Be fresh so as to prevent phenomena occurring during emulsion stabilization and/or aging.

Kokal? reports a procedure which is used to have representative samples from pressurized sources.
Figure 80 shows a floating piston cylinder filled with a pressurizing fluid (e.g. glycol). The bottom
valve on the cylinder is closed while the top valve slowly opens to pressurize the fluid in the cylinder.
The amount of this liquid is small because of the low compressibility of the liquid in the cylinder.
When the top valve is completely open, the bottom valve opens very slowly. It allows the
pressurizing liquid to drain while the sample liquid enters under pressure at the top of the cylinder.
The procedure takes place slow enough to obtain the sample without pressure drop between the
cylinder and the sampling location. The idea is to minimize the shearing and to reduce the
emulsification that may be caused by the sampling procedure.

Sample Sample Sample
source source source
close apen

Floating
piston

Qil

Crack

cose dose open
Initial Pressurizing Charging
Condition

Figure 80: Sampling of a high-pressure emulsion.’??
Except of the way of acquiring representative samples, difficulties are introduced by transporting and
storing emulsion samples. The transportation introduces shear or turbulence which can cause
changes in the nature and stability (increased or decreased) of crude emulsions. Moreover, oilfield
emulsions, for example, contain asphaltenes and other surface-active components which tend to
increasingly stabilize dispersed water droplets with time in storage.®

4.6  Testing Procedures
The purpose of the tests is to provide information about the effectiveness of the treatment
chemicals on the separation of the emulsions.

4.6.1 Bottle Test
The Bottle Test procedure involves the following steps??:

eThe crude oil emulsion sample is tested as soon as possible after it is given in the lab. The
pressurized method for sampling the emulsion is recommended. The samples are remixed with a
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standard bottle shaker for approximately 1 min. The same amount of shaking should be used in all
tests.

*The mixed emulsion sample is added to 100 ml standard centrifuge tubes.

*The centrifuge tubes are placed in a water bath for a minimum of 30 min to reach the desired
temperature.

*The required dosage of chemical additives is added to the centrifuge tubes. The amount of additive
is based on the total amount of the emulsion (oil and water).

*The tubes are shaken by hand for a given number of times (approx. 20 shakes) and placed in the
water bath at the desired temperature.

*The amount of water separated is measured with time (5, 10, 15, and 20 min).

eAfter 20 min, the tubes are centrifuged for another 20 min at the desired temperature, and the final
amounts of water and emulsion or rag layer are measured.

Representative emulsion samples for Bottle Tests are mixed with various chemicals in centrifuge

) Due to aging of crude oil the bottle test will provide other results at

tubes. Kokal reports the results
a point later in time during the production. Therefore, it cannot be assumed that a chemical will be
satisfactory over the life of the field. Also changes on saltwater percentages on the field require

change of chemicals.

Bottle tests provide information about the amount of chemical required and an estimate of the
settling time required for a treating vessel. The phase separation will be observed as a function of
time.”! An experienced bottle tester can produce miraculous changes in the bottle tests results
changing the order in which the chemicals should be injected.”

In actual conditions, the emulsion changes until it flows into the treating vessel. It is a result of
coalescence in flow through pipes, control valves, inlet diverters, water-wash sections etc.””! Static
bottle tests cannot model these dynamic conditions. However, a field trial should be carried out to
test if the chemical is able to operate in a dynamic system because the actual conditions are
dynamic. In a full-scale operation, the demulsifier will be tested in conjunction with a test separator
system. After the bottle tests, two or three of the most proposing demulsifiers will be selected for

) The supplier monitors at the response of the chemicals to one or more wells. The

field testing.
additives should be tested at various concentrations. They should also be tested under the operating
temperatures because the temperature affects the emulsion stability as mentioned in subchapter
2.3.3. The settling times, the degrees of clarity of separated water and most importantly the amount
of water and salt remaining in the produced crude oil should also be tested. At the end the supplier
provides the true field dosage. If the field produces through many wells, dose rates and injection

locations should be optimized for each location of a well.”

The total water separated in a regular bottle test at a given demulsifier dosage is averaged to
determine a separation index for the emulsion (ESI).”¥ More than one samples must be acquired to
determine the emulsion separation index (ESI). The emulsion separation index (ESI) can be calculated

from the measured oil/water separational volumes. ESl| is defined as follows'?:
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where | is the ESI which ranges from zero (no separation) to 100 % (full separation). W (volume) is for
the water separation for a given demulsifier concentration/time expressed as a percentage of BS&W.
n is the number of experiments e.g. five experiments.

The separation index provides a measure of emulsion tightness (or stability): the lower the index, the
tighter (more stable) the emulsion. The index must be quoted at the temperature of the test, the
demulsifier used and range of demulsifier doses tested. This index is a tool in order to be able to
compare the stability of emulsions from different sources (for example different wells).

This index has been used in Saudi Aramco to select and screen demulsifiers and to quantify the effect
of various factors of oil water separation including temperature, shearing, asphaltene content, water
content, demulsifier dosage, and mixing of different crudes.™

4.6.2 Plant Test
The performance of a demulsifier can be checked through a Plant Test. The duration for this test

(8]

varies between 1 day and 2 weeks. According to Schramm™ many data are required in order to

proceed to this Test and they should include:

e Identification of the system

e Date andtime

e All production data (oil, water, gas etc.)

e All additives and their consumption (daily)

e Temperatures of the process vessels (heater treater, gunbarrel etc.)
e Water content

e Quality of recovered water

e Amount of recycled oil

e Speed of the chemical pump(s)

e BS&W of sales oil.

The Plant Test takes place whenever the ‘new’ chemical additive is first injected into the system. The
dosage of the new chemical addition is gradually increasing until the ‘old’ chemical is entirely
displaced. The performance of the new chemical is monitored and the advantage is the quick results.
The frequency of data collection should be correlated with the retention time. If a system provides a
12 hrs retention time, the system should be checked every 2 hrs. A system with a retention time of
15 min should be monitored continuously e.g. every minute.®

4.6.3 High-pressure separation rig
Depressurized crude oils are used for the Bottle Tests. The samples used in the laboratory are not
representative of these crude oils because the Bottle Tests are upgraded to real separation
conditions. Also, due to the time delay in acquiring samples from a field consisting of several wells,
there is a deviation in sample as far as the crude oil characteristics is concerned.

85



The ideal solution is to work with pressurized samples in order to overcome the above difficulties.
The separation rig, presented in Figure 81, offers this advantage of preventing the crude oils to come

in contact with air. Also the mixing conditions can be adjusted to real process conditions."**!

System for chemical injection
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Figure 81: The high-pressure separation rig.

According to Sjbblom“’” the separation rig is used to prepare W/O emulsions and monitor their
separation. The main principle is that two pressurized fluids meet just before a choke valve (VD1) and
flow through the valve into the high-pressure separation cell.

The two fluids can be either oil and water or two different oil/water emulsions. These fluids flow
through the choke valve which reduces the pressure and forms water droplets dispersed in the oil
phase. After the high-pressure separation cell is filled, the amount of the different phases (oil, water,
emulsion) can be recorded as a function of time.

Upstream of the choke VD1 there are two other choke valves (VD2 and VD3). Through these choke
valves the same process takes place as described for VD1.There can be produced emulsion of oil and
water. This leads to two emulsions as a mixture which will enter the high pressure separation rig.

Chemicals can be injected into any of the flow lines, upstream of VD2, VD3, VD1 or downstream of
VD1 just before the fluid enters the separation cell. The high-pressure separation cell is made of
sapphire which assures full visibility of the separation process. Video cameras are installed and follow
the separation process. The temperature, the cell pressures, the valves, the pumps, and video
cameras are computer controlled. Finally, diagrams of separated volume as a function of time can be
displayed.

4.7  Mechanisms involved in chemical demulsification
There are numerous of crude oil demulsifiers patented, which may have a high molecular weight
comparable to those of natural surfactants, or the property to establish an emulsion of different type

than that is stabilized by the natural surfactants.!™”
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Figure 79 illustrates two droplets when they approach each other. The thickness of the interfacial
film becomes smaller as the liquid flows out of the film. Due to the adsorbed natural surfactants, the
interfacial tension is very high. Taking into account the higher surface activity of the demulsifiers
comparing to that of the natural surfactants, the demulsifiers can replace the natural surfactants at
the interface. Moreover, the length of the hydrophobic tails of the demulsifiers is larger than that of
the natural emulsifiers. The adsorption of the demulsifier molecules enhances the film drainage and
therefore reduces the interfacial tension. As a result the interfacial film becomes very thin and
collapses and droplet coalescence occurs. Weakly adsorbed surfactants like asphaltenes can easily be
displaced by the demulsifiers.!

Among all demulsifiers as best are considered those that easily displace the emulsifiers in the
interfacial films which exhibit little resistance to coalescence. The effectiveness of the demulsifiers
depends on temperature, pH, salt content and their concentration. The concentration of the
demulsifier should be large enough to diffuse quickly to the oil/water interface. However, overdosing
can cause either formation of aggregates in water or oil and give a viscous phase or stabilization of
the emulsion sterically. The steric stabilization can be considered harmful because it delays the
separation rate of the emulsion.'” As steric stabilization is defined as a mechanism that explains the
ability of certain additives to inhibit coagulation of suspensions (Figure 82).!*? Sterically stabilized
systems have the tendency to remain well dispersed.™

[12]

Figure 82: Steric stabilization.

4.8  Characteristics of demulsifiers
Brief history of demulsifier used in W/O emulsions is presented in Table 10 up to 1991. As the
chemistries improved and became more complex over the years, there was also a decrease in the
dosages of the demulsifiers required for the treatment of crude oil emulsions. The recent
developments show very low dosages of demulsification chemicals.
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Rates

| Required
| Period (ppm)  Chamistry
1820's 1,000 Soaps, salts of naphthenic acids;

aromatic and alkylaromatic
sultonates; “Turkish red oil"”; and
sulfated castor oil
| 1930 1,000 Petrcleumn sulfonates, "'mahogany
soaps,'" oxidized castor gil, and
sultosuccinic acid asters
| Since 1935 500 o 100 Ethoxylates of fatty acids, falty
alcohels, and alkylphenols
Since 1950 100 EQMPO copolymers, p-alkylphancl
farmaldenyde resing + EQVPO and
madifications
Since 1965 30 1o 50  Amine oxalkylates
Since 1976 10 1o 30 Osalkylated, cyclic p-alkylphenol
| formaldehyde resing, and comples
madifications
Since 1986 510 20  Polyesteramines and blends

Table 10: History of Demulsifying Chemicals, 1991./%

One more interesting issue is the characterization of the major types of demulsifiers according to

Manning and Thompson™%:

Esters: good dehydrators, drop water out slowly
subject to overdosing
glycol esters reduce O/W interface pad
Di-epoxides: excellent dehydrator
little effect on water drop
Resins: speed water drop, will water-wet solids
fair to good dehydrators
oxyalkylated-acid-catalyzed resins give good quality, clean separated water

base-catalyzed resins give drier oil

Polyalkylene: poor dehydrator, do not drop water quickly
Glycols: require blending for most applications
Sulfonates: can resolve virtually any emulsion

good wetting and water drop abilities
overdosing does not cause O/W emulsion, but can cause FeS particles to drop out
Polyesteramines: extremely surface active, dehydrate at low dosages, produce sharp O/W interface

Oxyalkylated phenols:  good wetting agents, used in blends

88



reduce interface pad build-up
fair to poor demulsifiers
Oxyalkylated polyamines: excellent emulsion breakers
retard water drop
Alkanolamines: speed water drop, fair total performance.

In Table 11 are summarized some of the successful outcomes for various chemical products used in
published studies on demulsification of a variety of crude W/O emulsions worldwide.

The demulsifier aerosol OT is still used since 1974 in formulations and is one of the few demulsifiers
approved by the Norwegian environmental authorities. Aerosol OT easily partitions into the water
phase and cannot be available for a long time.®

Molecular
Year Dosage (ppm) weight Successful demulsifier chemicals published
1948 Varied Very high olyaxethylene
1974 Low W oxylated phenol + alkoxylated ester + soap of carboxylic
o
1980 Petroleum sulfonate and n-hexanol, pentadecyl benzenesulfonate
19811990 Varied Varied Nonylphenol ethoxylate (NPE), Octylphenol ethoxylates (OPE), and
formaldehyde resins: polyethers, polyols, blends; Oxyalkylated phenol resins
where alkyl = amyl, butyl, nonyl oxyalkylated polyols with EO varied
Acrosol OT and Triton X - R EO (9-30); straight chain and branched
chain; butanols, hexyl 1o decylamines, NPE (4-20)
1991-1999 25 3500-4500 Varied molecular weights of EQ/PO; phenol — formaldehyde glycidyl ether
Bisphenol A glycidyl ether with EO/PO
20 40 Iminobis (polyoxyalkylene) polyester
2 2500 EO/ PO copolymer hexanctriol ether blend with poly(thioalkylene oxide) of
polycthers
100- 1000 25,000, 4000 Alkoxylated polyol
1991-1999 20300 7500,3700 EQ/PO block copolymers; straight chains and cross-linked. branched
8400 complexes of EO/PO with polyfunctional amine
13,500 Sorbitan ~ monolaurate, mono-oleate
400,000 Polyoxyphenol (NP, DP 1-9), polyalkylenepolyamine

formaldehyde ethoxylate (11-25)
Trade names, such as Dissolvan 4455
Corexit 95000, Breaxit 126,

Novolak resols. polarchem, tetronics

Table 11: Chemicals used as demulsifiers for W/0 emulsions in crude oils from literature survey up to
1999."%

Most of the intermediates used in the synthesis of demulsifiers are derived from either agricultural

or petroleum sources. Examples of the intermediates are shown in Table 12.1®
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Agriculture sources of intermediates Petroleum feedstocks source for intermediates

Alcohol ethoxylate (AE) Alcohol ethoxylates
R[CH,CH,0],0H R[CH,CH,0],0H
Fatty acid ethoxylates ; Nony!l phenol ethoxylate (NPE)
R'COO[CH,CH,0),H Dodecyl phenol ethoxylate (DPE) R'¢ [CH,CH,0),OH where
R"COO[CH,CH,0],0OCR" R’ is CyH g or C;; Hjs or linear or branched
Sorbitol ester EO/PO copolymers (block, random), e.g.,
R'COOCH,[CHCOH],CH,OH EO/PO/EO
OH[CH,CH,0][CH,;CHCH,0], [H,CH,0],
Fatty alkanolamides Amine ethoxylate (from fatty acids, ethylene, alcohol)
R’ CON[[CH,CH,0] H}, R” N[ICH,CH,0] H],

R™ = lincar alkyl, alkenyl, C12-CI18 even carbon only: # = 1-40, p=2-100, ¢ = 15-50

Table 12: Intermediates for demulsifiers and their feedstocks.™™

Table 13 summarizes the field experience of using demulsifiers on conventional types of crudes.

Chemical type Behaviors

Polyglycol esters Quick brightening of emulsions
Slow water drop, sludging, problems associated with overtreating

Low-molecular-weight resin derivatives Rapid water drop, fuir to good overall demulsification, overtreatment a
problem with high API" emulsions

High-molecular-weight resin derivatives Strong wetting tendency, fair brightening and water drop ability, can be
used in combination with other materials.

Sulfonates Fair to good wetting, and water drop, brightens the oil only sometimes,
listle tendency to overtreatment, best with high gravity emulsions

Polymerized oils and esters Poor for widespread applications and arc always used with other
materials

Alkanolamine condensates Promotes water drop, some brightening. used with other materials

Oxyalkylated phenols Blended to improve performance, poor demulsifier properties, some
wetting, and brightening

Polyamine derivatives Poor water drop, good brightening, good with blending

Table 13: Behaviors of chemical types of demulsifiers on field.™
Generally, it is easier to treat high API° crude oil emulsions than heavy oils and bitumen because of
the many differences in physical / chemical properties. Thus, for the selection and design of
demulsifiers it is imperative to know the production operations and the characteristics of the
emulsions to be treated. Chemical demulsification is the most economical and commonly used
method of dehydration of crudes.™®

49 Disadvantages of demulsifiers
In attempt to resolve the problem of the emulsions, it has been reported in many studies some years
ago, the shortcomings and the disadvantages of using demulsifiers related to the fact that:

e many demulsifiers are toxic to the environment, traces of which may remain in the water
residues.

e many demulsifiers require huge amounts of mixing energy, and take a long time to
accomplish the separation of the water from the crude oil.

e most demulsifiers are only effective with certain types of crude oils, so they may not be

suitable for varying crude compositions."*?

90



5 PATENTED DEMULSIFIERS

Most companies produce tailor-made demulsifiers based on customer’s specifications and
performance requirements.

One of the purposes of this work is to gain some information about the recent commercial chemical
demulsifiers. Some of them have responded. They sent brochures presented the specific
characteristics of their demulsifiers used to separate the emulsions. In other cases there are
brochures of these companies available on their webpages. The results of this investigation will be
presented according to the alphabetical order of the names of the companies.

One more issue of this work was to search for patented products and methods worldwide. Many
interesting data have been found and they will be presented as well as their range of application.

5.1 Baker Hughes
This industry-wide problem was first addressed in the early 1900s when a young chemist, consulting
for companies wildcatting in the Oklahoma oil fields, developed the world’s first patented chemical
oil and water separator. On April 14, 1914, William S. Barnickel was granted with a patent for his
discovery, the ‘Tret-O-Lite’ demulsifier.

Baker Hughes provides the TRETOLITE™ fluids for the optimum oil and water treatment solutions.*”

In Table 14 is illustrated the composition and the properties of a demulsifier under the product name
ARBREAK™ 8846 Demulsifier of Baker Hughes. This product is distributed by CCC (Canada Colors and
Chemicals Limited). ARBREAK™ 8846 demulsifier is a high molecular weight oxyalkylated phenolic
resin which has been found to be highly effective as a crude oil emulsion breaker. This product is
used on emulsions of the W/O type and works by counteracting the stabilizing influence of naturally
present emulsifiers. ARBREAK 8846 demulsifier is classified as a nonionic surface-active organic
chemical that will not interact with ionic-type chemicals.

Name CAS number Wt %
Heavy aromatic naphtha 64742-94-5 5-10
Alkylaryl sulfonate 68584-27-0 1-5
Naphthalene 91-20-3 0.1-1
1,2,4-Trimethyibenzene 95-63-6 0.1-1
Form @ 70°F (21°C) Liquid
Density @ 60°F (16°C) 8.21 1bs/US gal
(0.98 kg/l)

Flash Point, SECC 150°F (653°C)
pH, 5% 57-67
Relative Solubility Number 10.5
Solubility

Isopropanol Soluble

Water Dispersible

Heavy Aromatic Solvent Soluble

Table 14: Information on the composition, physical and chemical properties of ARBREAK™ 8846
Demulsifier.””

As mentioned in subchapter 4.3, products with an RSN < 13 are insoluble in water. ARBREAK 8846
demulsifier has an RSN equal 10.5 and so it is used for W/O emulsion treatment.
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The term soluble in Table 14 means capable of being dissolved or miscible. Dispersible is being able
to form droplets and spread uniformly throughout the liquid. Finally, insoluble means incapable of
being dissolved or dispersed in any form.

5.2 BASF
Demulsifiers from the Basorol® portfolio are especially designed for fast water dropping, efficient
treatment and dehydrating/desalting. Basorol® types are concentrated single products designed for
use as components for demulsifier formulations. In order to optimize the performance, it may be

necessary to combine two or more of the different types from the following range.”®

Basorol® types'?® are classified into 5 groups:

Group 1 refers to alkoxylated butyl, amyl and nonyl phenol resins which have the broadest treating
range in all gravity crudes. Normally they are the predominant part of the formulation. The use of
these resins allows emulsions to be treated at lower temperatures. The RSN value of the products
varies between 8 and 20.

Group 2 refers to EO / PO block-co-polymers which are used to treat high-gravity crudes and they
enhance the interface. They are often combined with Basorol® Group 1 products to improve the
interface and/or water clarity. High RSN value products (9.6 - 32.7) wet solids and iron sulfides.

Group 3 acts as polishers, brighteners and finishing compounds. They can increase the speed of
water drop similar to the alkoxylated polyethyleneimines (Group 5). The combination with phenolic
resins (Group 1) is recommended to treat low to medium gravity crudes. The RSN value of the
products varies between 9.4 and 16.9.

Group 4 consists of amine alkoxylates which help to reduce residual water and salt content. They can
be combined with Basorol® Group 1 products to improve the interface and/or water clarity. High RSN
value products (11 - 33.8) wet solids and iron sulfides.

Group 5 refers to alkoxylated polyethyleneimines (PEIl) which are often used in combination with the
Basorol® Group 1, especially in low to medium gravity crudes. They often lead to improved water
clarity. The RSN value of the products varies between 5 and 13.4.

Information over these classified groups is presented in the Table 15 and Table 16.%

The active components of a demulsifier can be characterized by their function mechanism for
breaking up emulsions. It should be noted that several demulsifiers can have multifunction
depending on the nature of the emulsion.

DROPPERS. These components facilitate the coalesce of water droplets and the release of the free
water. The most common types are based on alkoxylated resins.

TREATERS. These components act as flocculants to the sub-micron water particulates that are
dispersed in the crude. They are also referred as drying agents. Alkoxylated polyethyleneimines (PEIl)
is one of the most successful treater classes within BASF’s portfolio.

‘Activity’ or ‘active content’ refers to the % of active material within a solvent. 80 % activity means
there is 80 % of demulsifier molecules and 20 % of solvent present in the product.
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General information

Group  Product name Product fom Active m[T; i -:p:;m RSN
Fasoro® PDE-0420  Viscous liguid 75-00 1,200-1,600 12
Basore PDE 0034 Viscous liguid 7500 200012000  14-18
Basore PDE-0935  Viscous figuid 50-00 A000-8500  17-20
Basoro® PDE0ME  Viscous iguid 50-00 £,000-12,000 810

; Basoro® PDE-0M6 Viscous figuid 85-05 Z000-5000  10-12
Basoro® PDE-0M7  Viscous liguid - 80 1,000-3000  12-14
Basord® PDE-9954  Viscous liguid 4565 100-300  11-13
Basoro® PDE-0054 A Viscous figuid B0-75 00-3000  10-12
Basoro® PDB-99E5  Viscous liguid 5570 1,500 13.5-155
Basoro® PDE-05E  Viscous liguid 80-05 750-1250  14-16
Fasorole L 64 iquid 100 400 (@ 25 °0) 27
Basorol® L B1 iquid 100 475 (@ 25 °0) 734

, Basorol® L 101 iquid 100 BOO a8
Rasorol® PE 0200 igid 100 | approw. 000 @ 230 186
Basorol® PE 10100 Liquid 100 BOO a7
Rasorol® 17R4 iqpid 100 8O0 (@ 25 °C) 794
Fasorol® G 3218 i 100 500 130

. Basorol® K 1135 iguid 100 420 180
Basorcle K 3800 Viscous iguid 100 1.370 a4
Basorol® C 1000 iquid B0-100 w00 145
Basoro® PDE-0004  Liguid 100 000 (@ 25 °0) 192

4  Basoro®o0d Pasta 100 200 (@ 60°C) 238
Basoro® PDE-S061  Liguid 100 1.100-1,300 10
Fasoro® PDE-A00 Liguid 75-00 740 @ 50°C) 134

: Basord® PDE0302 Liguid 80100 2,060 (@ 50°C) 23
Basore PDB-0360  Liguid 76-1 5.700 70
Basord® PDE0003  Viscous iguid 80-100 500-2,000 57

Table 15: General information about Basorol Demulsifiers.”?

DESALTERS. Emulsions in a desalter unit usually contain low concentrations of water and they are
less stable due to the removal of emulsifiers in the preceding demulsification stages. In desalters, a
high potential electric field is applied to help coalesce the salty water droplets. A desalter demulsifier
as component exhibits rapid water separation and is able to handle crudes from various origins.

WETTING AGENTS. These components’ primary function is to interact with solids, e. g. sands or iron
sulfides, contained in the crude. High RSN value products serve to change the wettability of their
surfaces from water-wet to oil-wet and vice versa.
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In general, as mentioned in subchapter 4.3, products with an RSN < 13 are insoluble in water,
products with an RSN between 13 and 17 are water dispersible, and products with an RSN > 17 are
soluble in water.!! However, according to the information provided in Table 16 there are some
deviations from the aforementioned range. For example, the product Basorol P DB-9934 in Group 1
has a RSN value in the range of 14-16. However, it is not dispersible but insoluble in water. The
product Basorol L 81 in Group 2 exhibits a RSN value equal 23.4 being insoluble in water, although it
should be soluble in it.

General nformation Solubility (10% product) Function
Group Product name lzopropancd  Water Kemsene Aromatic E‘;}L g;a;rerf Diecalter

Basoroi® P DB-2420 Soluble nzoluble neoiuble Soluble | |
Basorole P DB-2934 Deparsitia nzoluble rsoiubie Dizpersbie | [ |
Basorole P D8-0935 Soluble Dizparsine nsoiublie Soluble | [ |
Basorol® P DE-0045 Soluble neciuble neciuble Saoluble | [ |

g Basoroi® P DE-204E Dieparsita nzoluble n=eoiuble Soluble | [ |
Basorol® P DB-0047 Dieparsie Dizparsice neoiuble Soluble | [ |
Basoroi® P DE-2954 Soluble nzoluble n=oiuble Soluble | |
Basorol® P DB-2954 & Soluble neoluble n=oiuble Soluble | |
Basoroi® P DE-2955 Boluble Dizparsible neoiuble Soluble | |
Basoroi® P DE-2658 Soluble neoluble n=oiuble Soluble | |
Bazoroie L 64 Soluble Soluble neoiuble Soluble |
Basoroi® L Bi Soluble nzoluble neoiuble Soluble [ |

3 Basorot® L 101 Soluble nzciuble neoiuble Saoluble [ |
Basorol® PE 0200 Soluble Dizparssble neoiuble Soluble |
Basorol® PE 10100 Soluble Dizpearsible neciuble Saluble |
Basorol® 17 H4 Soluble nzoluble n=oiuble Soluble | |
Basorol® (3 3218 Soluble Dizpersie neoiuble Soluble | |

g Bazonoi® ¥ 1135] Soluble neoluble n=oiuble Soluble | [ |
Blazonoie B 2800 Soluble neoluble neoiublie Soluble | | [ |
Basorot® G 1000 Soluble nzciuble Soluble Soluble | [ |
Basorol® P DB-0904 Soluble Inzoluble Soluble Soluble |

4 Blasonoi® S04 Diepersitle Soluble Inzoiuble Dizpersibie u
Basorol® P DB-50961 Soluble Insoluble Insoiuble Soluble
Basorol® P DE-5300 Boluble neoiuble neoiuble Soluble [ |

5 Basonoi® P D8-2342 Soluble neoluble neoiuble Soluble |
Basorole P DE-3360 Disparsitla naciubla neoiuble Dispersible |
Basorol® P DB-0303 Saluble neoluble neoiublie Soluble |

Table 16: General information about Basorol Demulsifiers.[zg]

BASF claims in its brochure that the majority of the crudes worldwide can be treated with a
combination of alkoxylated alkyl phenol resins (Group 1) and alkoxylated polyethyleneimines (Group
5). This has been proven from more than 20 years of BASF’s field experience in the Eastern
Hemisphere.
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5.3 Caradan Chemicals Inc.

This company®™

states that the main objective of a successful demulsifier program is to provide a
fast water separation; a good interface control, clean injection water, and dry sales oil. Additionally, a
demulsifier should lower the viscosity of difficult-to-pump crude oils for easier transmission. Caradan

Chemicals have the following demulsifiers (Table 17).

c-3001 C-2026 C-3060 c-3144
c-2024 c-2048 C-3130 c-3148

Table 17: Demulsifiers of Caradan Chemicals Inc.®

C-3001 is an oil soluble demulsifier. It is best utilized under continuous injection application.
Depending on the crude oil to be treated the injection rates vary ranging from 50 - 500 ppm on the
total production. The C-3001 product can be used as a slug demulsifier for use in breaking up treater
‘pads’. Its physical properties are shown in Table 18.

Form, @ 20 C Liquid
Density, [g/cc] 0.84 - 0.94
Flash Point, °C < 378 °C
pH, N/ v
Solubility,
Fresh Water Insoluble
High TDS Brine Insoluble
Methanol Soluble
Kylene Soluble

Table 18: Physical properties of C-3001.5

C-3024, C-3026, C-3048, C-3060, C-3144, and C-3148 are oil soluble demulsifiers. They are unique
blends of complex active ingredients specifically formulated to treat and polish produced oil to
pipeline specifications (<0.5 % water by vol.). Caradan’s C-3024, C-3026, C-3048, C-3060, C-3144, and
C-3148 have been designed to increase the rate of water drop out, improve the rate of water
recovery while they maintain a clean water phase (<30 ppm oil in water).

These products are best utilized under continuous injection application. Typical injection rates can
vary depending on the crude oil to be treated ranging from 5 — 500 ppm based on the total
production. Their physical properties are shown in Tables 19 to 24.

Form, @ 20 C Liquid
Density, [g/cc] 0.83-0.93
Hash Point, °C < 37.8 °C
pH, N/ Ay
Solubility,
Fresh Water Insoluble
High TDS Brine Insoluble
Methanol Soluble
Xylene Soluble

Table 19: Physical properties of C-3024.57
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Form, @ 20 C

Density, [g/cc]
Hash Point, °C

PH,

Solubility,
Fresh Water
High TDS Brine
Methanol
Xylene

Liquid
0.84-0.94
<37.8°C
N/Av

Insoluble
Insoluble
Soluble
Soluble

Table 20: Physical properties of C-3026.7

Form, @ 20 C

Density, [g/cc]

Hash Point, °C

pH,

Solubility,
Fresh Water
High TDS Brine
Methanol
Xylene

Liquid
0.85-0.95
< 37.8 °C
N/ Ay

Insoluble
Insoluble
Soluble
Soluble

Table 21: Physical properties of C-3048.5

Form, @ 20 C

Density, [g/cc]

Hash Point, °C

pH,

Solubility,
Fresh Water
High TDS Brine
Methanol
Xylene

Liquid
0.84 - 0.94
<40.0 °C
N/ Av

Very Insoluble
Insoluble
Soluble
Soluble

Table 22: Physical properties of C-3060.5

Form, @ 20 C

Density, [g/cc]

Hash Point, °C

PH,

Solubility,
Fresh Water
High TDS Brine
Methanol
Xylene

Liquid
0.83-0.93
< 37.8°C
N/ Av

Insoluble
Insoluble
Dispersible
Soluble

Table 23: Physical properties of C-3144.57
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Form, @ 20 C Liquid

Density, [g/cc] 0.84 - 0.94
Hash Point, °C < 37.8 °C
pH, N/ Ay
Solubility,
Fresh Water Dispersible
High TDS Brine Insoluble
Methanol Dispersible
Xylene Soluble

Table 24: Physical properties of C-3148.5

The addition of a paraffin inhibitor/pour point depressant has the beneficial ability to co-precipitate
or co-crystallize with paraffin crystals-preventing them from attaching to each other to form a
network or larger crystal. This formulation will also reduce the adhesiveness of the paraffin,
preventing it from sticking to metal surfaces. The result is a dispersed solution of separate crystals
that leave the overall fluid structure altered. This change in fluid structure will result in a change in
the viscosity and pumping characteristics of the crude. Generally, the oil becomes less viscous and
easier to pump over a wider range of temperatures.”

The C-3130 product is best utilized under continuous injection application. Typical injection rates can
vary from 20 — 2000 ppm based on oil production. Its physical properties are shown in Table 25.

Form, @ 20 C Liquid
Density, [g/cc] 0.87 - 0.97
Hash Point, °C <20°C
pH, N/ Av
Solubility,

Fresh Water Semi-dispersible
High TDS Brine Semi-dispersible
Methanol Semi-dispersible
Xylene Soluble

Table 25: Physical properties of C-3130.57

C-3024, C-3026, C-3048, C-3060, and C-3144 are insoluble in fresh water and in high TDS brine. The
water salinity based on dissolved salts is defined according to the Table 26. C-3024, C-3026, C-3048,
C-3060 are soluble in methanol and xylene.

Fresh water Brackish water Saline water Brine

< 0.05% 0.05-3% 3-5% > 5%

Table 26: Water salinity based on dissolved salts.”

The difference for C-3144 is that it is dispersible in methanol and soluble in xylene. Finally, C-3148 is
insoluble in high TDS brine, dispersible in fresh water and methanol, and soluble in xylene.

5.4  CATALYST
CDEM is used to break emulsions and to separate the two phases. The selection for the type of
demulsifier depends on the type of the emulsion, either O/W or W/0.B¢! Only limited amount of
information was found and presented.
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The advantages of using CDEM are the following according to company’s claim:
e It is used in all crude oils at temperatures from 35 °Cto 170 °C.

¢ It is effective over wide range of density and temperature.

e It is compatible with corrosion inhibitor & H,S scavengers.

e |t reduces corrosion hazards and it readily mixes with the W/O emulsion.

¢ It can be used in lower dosages than most of the competing products.

The product properties are shown in Table 27:

Appearance : Colorless to yellow liquid
Solubility : crude oil, aromatic solvent
pH range . 7.00-8.50

Boiling Point :117 -118deg C

Table 27: Properties for COEM Catalyst Demulsifier.*®

Because of the diverse nature of oil’s specific recommendations, have to be made on a case-by-case

basis. Recommended dosage rate is 4 - 15 ppm. CDEM is packed in 55 gal Drum/208 ltr bbl.

5.5 Croda Oil & Gas

To facilitate the economical removal of water from crude oil, Croda offers a range of Kemelix

demulsifiers that are drawn from a wide range of chemistries, including resin alkoxylates, polyimine

derivatives and modified polyols (Table 28).”*! Croda’s demulsifiers claim to offer the following

benefits: reduced treating costs, smoother operation, outstanding performance in heavy oil

applications, excellent low temperature performance, improved downstream operations, a superior

environmental profile, and finally drier oil, cleaner water and sharper interface.

m 25-35% Resin alkoxylates

= 5-10% Polyimine derivatives
n 10-20% Modified polyols

= 50% Soivent

Table 28: Formulation Guide by Croda Oil & Gas.”!

The components of a demulsifier formulation can be characterized according to their primary

function (droppers, treaters, and wetting agents as mentioned in subchapter 5.2). Table 29 illustrates

the first choice of products that should be tested in each case. Almost half of the demulsifier

products contain solvent. Their RSN value varies between 8 and 20.
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Primary Function

= £
Demulsifier Activity (%) (=1 =
Kemelix 3515X 100 10 v
Kemelix 362TX a0 10 y
Kemelix 360TX 100 15 'y v
Kemelix IT02X 100 17 v
Kemelix JT25X 100 8 v
Kemelix 3T41X a0 14 o+
Kemelix JT54X 100 1 v
Kemelix D304 a0 20 ¥ v
Kemelix D311 a0 17 o v
Kemelix D501 100 20 o
Kemelix D510 100 12 . v

Table 29: First choice demulsifiers.””!

Table 30 illustrates products for strict environmental requirements in Norway and Offshore Chemical
Notification Scheme (OCNS) as implemented in the UK and Netherlands. They are rated as yellow for
use in the Norwegian sector.

Primary Function

g 2
a o
Demulsifier Activity (%) & &
Kemelix 3697 100 15 32 238 s s
Kemelix 3702X 100 17 43 47 v
Kemelix 3725X 100 8 47 B8 v
(23]

Table 30: First choice green demulsifiers.

6] hew green formulations must be less toxic and at least as

According to Dalmazzone and Noik
efficient as the respective chemical families, which contain toxic molecules like phenol groups.
According to this preliminary study™® silicone demulsifiers appeared to be good candidates for the

further development of new green formulations for oil production.

For areas where the crude oil is light, Croda has developed a range of high performance demulsifiers
which provide fast separation and a sharp interface (Table 31). Almost half of the demulsifier
products contain solvent. The RSN value varies from 7 to 21.
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& 2
o 2
Demulsifier Activity (%) = =
Kemelibx 3515% 100 10 v
Kemelix D304 80 21 Vv ol
Kemelix D310 &6 17 ol
Kemelix D311 &0 17 v
Kemelix D400 &0 7 v
Kemelix D50 100 20 v
Kemelix D510 100 12 v "

Table 31: First choice demulsifiers for light oils (API>30).”%!

There are also demulsifiers which can work well at low temperatures (Table 32). The RSN value varies
from 7 to 18.

Primary Function

Demulsifier Activity (%)

Kemelix 3216X B 9 v

Kemelix 34220 100 7 o

Kemelix 3535X 75 18 o

Kemelix D101 100 14 v
Kemelix D102 100 14 o+

Kemelix D103 100 18 W

Kemelix D104 100 14 -

Kemelix D317 20 9 o
Kemelix D400 a0 7 v
Kemelix D513 100 [ v

Table 32: First choice demulsifiers for low temperature (<30 °C).**!

The type of demulsifier to be used is very much dependent on the water content of the crude oil.
Croda has a range of demulsifiers which work especially well in crude oil with low or high water
content (Tables 33 and 34).

Primary Function

B
Acivity (%) =
Eemelix 3627X B0 10 ¥
Kemelix 3678 BE 19 o o
Kemelix 3T25¢ 100 8 v
Kemelix D309 Bl 21 il v
Kemelix D310 Ba 17 o o
Kemelix D322 B0 16 o v
Kemelix D511 100 17 " v

Table 33: First choice for low water cut (<40%).1%
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Primary Functicn

Dropper

Demulsifier )
Kemelix 3515 100 10

Kemelix 3627X a0 10 o

Kemelix 3T02X 100 17 -f
Kemelix D101 100 14 v
Kemelix D102 100 18 o

Kemelix D103 100 14 v

Kemelix D104 100 14 ¥

Kemelix D309 a0 4| + o

Kemelix D311 a0 17 "« N
Kemelix D317 a0 g v
Kemelix D400 a0 i v
Kemelix D501 100 20 vl

Table 34: First choice for high water cut (>40%).%!

Finally, the demulsifier function guide is presented in Table 35. Each demulsifier product is mixed
with various solvents at 10 % wt. The solubility was observed at room temperature.

Charnical Deacription Diemulzifiar ) = -E ;
Resin dkogylaie Kamalix 3504X Amber liquid an 16 Dispareible Solble Irsnkubla Soluble Iresnluble
Kamalix 3635 Dark brown iquid 15 18 [ispareile Solbla Irmohbla Soluble Digpersible
Kamalix 3627K Dark brown  amber Iquid an 10 Insdluble Solbla Iraohbla Soluble Insniuble
Kamalix 3678K Dark brown iquid 1 19 Dispamils Solubla raokubla Splubl In=phuble
Kamalix 374K Dark brown / red quid a0 19 Golude Solble Iraohbla Insduble Digperzibile
Kamalix FT50{ Dark brown  amber quid a0 3 Golude Solble Irmohibla Insduble Digperzibile
Kemalix D304 Amber liquid an 20 Disparsible Solble Iraokubla Solubl Inzoluble
Kamalix D308 Amber liquid an 18 Insaluble Soluble Isokbla Eoluble Irenluble
Kamalix D308 Amber liquid an il Disparsibla Soluble Irsokubla Eoluble Iresnluble
Kamalix D310 Amber liquid 8B 17 Dizpareile Solble Iraohbla Soluble Solbla
Kamalix D31 Yellow liquid an 17 Disparsible Solble Iraokubla Solubl Digpersible
Kemalix D322 Amber liquid an 16 Insaluble Soluble Iraokubla Soluble Inzoluble
Polyimine derivative Kemalix 32461 Yelkow liquid 58 ] Disparsitla Solible raokbls  Dispersila Solibla
Kamalix 34148X Pale yallow liguid 100 17 Insaluble Solubla raokubla Dizpersila Solbla
Kamalix 3420 fellow liquid 100 i Insdluble Solble Iraohbla Dizpersiie Solbla
Kamalix 351 & Palg yallow liquid 100 10 Insaluble Solbla Irmohbla Dizperstia Solbla
Kamalix 3651X Palg yallow liquid 100 10 Insdluble Solbla Irmohibla Dizpersiia Solbla
Kamalix D510 Pala yallow liquid 100 12 Insdluble Solbla Irmohbla Dizpersiia Solbla
Kamalix D513 fallow liquid 100 T Ingaluble Solubla Ireokubla Solubl Solubla
Modified polyol Karnalix 367X Pala wawy =olid 100 15 Insalubile Solubla reolbls  Dispersbls Inecluble
Kamalix FT00{ Amber liguid 100 17 Golude Digpersibils Irmohbla Dizperstia Solbla
Kamalix 3T25K Amber liquid 100 B Insaluble Soluble Isokbla Eoluble Irenluble
Kamalix 3750 Brown / amber liguid 100 11 Dispamsils Solubla Irankubla Splubl Solbla
Kamalix DHH Yelkow liquid 100 14 Eoluble Soluble Irsnkubla Eoluble Iresnluble
Kamalix D102 Yelkow liquid 100 14 Eoluble Solble Irsnkubla Soluble Iresnluble
Kemalix 0103 Yellow liquid 100 18 Solble Soluble Iraokubla Soluble Inzoluble
Kamalix DH04 Yelkoew liquid 100 14 Eolble Soluble Isokbla Eoluble Irespluble
Kamalix DT Yelkow liquid a0 ] Insaluble Soluble Irsnkubla Eoluble Iresnluble
Kamalix D400 fellow liquid a0 T Insaluble Solubla Irenkubla Dizpersila In=niuble
Hamalix D4 Pale yallow liquid 65 T Insduble Digperzible Eoluble Dizpersiie Iresniuble
Kamalix D&M Calourges lipuid 100 il Golude Solble Irmohbla Soluble Solbla
Kamalix D503 Caolourges liquid 100 il Goluda Solbla Irmohbla Soluble Solbla
Kamalix D506 Calourlaes liquid 100 10 Dispamsils Solubla Irankubla Splubl Solbla
Kamalix D511 Calourees liquid 100 17 Insaluble Dispersible Irsnkubla Soluble Solibla
Synperonic PE/LEY Calourlees lquid 100 2 Solbla Saluble nsduble Sokble Digpersible
Synperomic PEAL124 Caolourges lipuid 100 11 [ispareile Solbla Irmohbla Soluble Solbla

Table 35: Demulsifier’s characteristics.””
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BTEX is for benzene, toluene, ethyl benzene and xylene. When the customers require BTEX free
products for regulatory reasons, there are the following as shown in Table 36.

Frimary Funetion Registration

Pour Point Viscosity at

i a8
& 5
Ié.- 5
= =] [+
Iy i

Chemical Description [*C) 57 cFy
Rezin dlkawylzie - 1600 . S =y
-3 600 . A
12 >5000 . . -
-4 200 o F W - o
-12 >5000 + < ul
-3 1000 . o ry .
-2 2500 < o 7 A
-18 3700 . ) S ) S
27 1400 . r S £ S
-3 800 . r S £ S
H 400 ry o o o " "
-15 =000 < o o ol ol
Potyimine derivative - 1400 ) ) o 'y
0 4200 e o L o
-7 3a00 < S < A
0 4100 o o < < o
3 4400 K S S £ S
3 1600 o+ ' F . 4+ +
=30 2800 o o o o o+
Medified polyod i 1000 < o < o ol Panding
- 1300 < s o ol Panding
18 1100 o o o - Panding
4 800 o o . - o+
- 2000 i S S S S
0 G700 S ') o S, S
-18 3200 S ) A ) S
| 1800 F ) < L "
-2 1900 F, . S
-i5 ] S 5 S, S
4 500 S o ry <
0 800 e r 7 ) A
'] 1100 o ry . ' o+
4 ili] K S S £ S
k] 1100 o+ F iy . 4+ +
12 a0 . " o F <
4 ] < F, . L 4
[23]

Table 36: Demulsifier’s characteristics. BTEX free.

Finally, a published patent has been found which refers to Croda’s demulsifiers with International
Publication Number WO 2015/177508 A1."Y This invention provides a demulsifier containing
compound of the general formula: Rl[(EO)p(PO)q(EO)rRZ]nwhere:

R'is a residue of at least one of a dimer fatty diacid, a trimer fatty triacid, dimer fatty diol and/or a
trimer fatty triol.

R?is H or (CO),R® where x is 0 or 1.
R?is a C, to C¢ aliphatic hydrocarbyl.

EO is an ethyleneoxy group.
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PO is a propyleneoxy group.
p is from 1 to 20.

g is from 1 to 20.

ris from 1 to 20.

nis from 1 to 3.

This invention®™ provides also a demulsification formulation comprising of the demulsifier, the
methods for making the demulsifier and a method for demulsifying an O/W or a W/O emulsion.

Additionally, the invention provides the use of a demulsifier of a compound which comprises of a
dimer and/or trimer fatty residue and an alkyleneoxy chain which comprises of a first ethyleneoxy
section, a second ethyleneoxy section, and a propyleneoxy section located between the first
ethyleneoxy section and the second ethyleneoxy section, wherein the propyleneoxy section
comprises from 1 to 20 propyleneoxy groups.[sﬂ
5.6  Dow Corning Oil & Gas Solutions

Silicone technology from Dow Corning can help operators recover as much oil as possible by
enhancing current crude oil demulsification processes. The Dow Corning® silicone demulsifiers can be
used alone or with organic-based formulations to handle the toughest challenges, even at low
temperatures in virtually any environment.”?”

According to company’s claims they are available with a range of different structures and molecular
weights that have been proven effective in water/oil separation. These cost-effective solutions may
help oil field operators control the amount of emulsion and free water contained in the crude by
providing rapid water drop and a sharp oil/water interface.

The Dow Corning® demulsifiers are made up of silicone polyethers with a range of structures and
molecular weights. They are surface active materials that are generally less sensitive to temperature
and exhibit a low environmental toxicity (Table 37). The HLB values of the demulsifiers Dow Corning
DM1, DM2, DM3, DM4, DM5, DM6, DM7, and DM8 vary from 6.6 to 12.3.
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Typical Properties

ﬁ
Dow Coming® 100

DM
Dow Coming® 100 280 a0 6.6 <RT=

2000

Viscosity @ | Minimum | HLB®
25°C cS5t Flash Point | Equivalent
ormm’ls | Closed

Cup °C

T s}

3@

DM3
Dow Coming® 100 350 80 0.2 >RT
DM5

Dow Coming® 100 350 77 6.7 <RT
DM7

Table 37: Dow Corning demulsifiers. RT is for Room Temperature.

27]

The substance names and physical and chemical properties of demulsifiers DM1 and DM2 are
presented in Tables 38 to 41.

SECTION 3. COMPOSITIONANFORMAT I2H ON INGREDIENT 5

SubstEnoe / Mindurs

SubstEnoe namse

CAS-Mo.
Chemicsl naturs

Hazardous ingredients

SubsEnce

GBIAT 540

&>

Dimethyl, Methyl{propyi{pohyethylene-pohyprop yene ox
idejametaie) Sileane, TrimethylsilooosErminated

Chemical nams

CAS-No.

Concenirabon {5 wiw)

Coemethicydotrasileens

5HEGET-2

F=01-21

Table 38: Substance name of Dow Corning DM1 demulsifier.

Appearance

Color

Odor

Odor Threshold

pH

Melting pointffreezing point

Initial Ixoiling point and boiling
range

Flash point

liquid

amber
characteristic

Mo data available
Mo data available
Mo data available
=100 °C

a7 °C
Method: Seta closed cup

27]
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Relative density

Viscosity, kinematic

Explosive properties
Oxidizing properties

Meolecular weight

Table 39: Physical and chemical properties of demulsifier DM

1.037

1930 mm?3's

Mot explosive
The substance or mixture is not classified as oxidizing.

Mo data available

1 [27]

SECTION 3. COMPOSITIONINFORMATION ON INGREDIENTS

Substance J Mixture

Substance name

Chemical nature

Hazardous ingredients

: Substance

= Dimethyl, Methyl{propyl{polyethylens oxide)jhydroxy) Si-

loxane, Trimethylsiloooy-Tearm.
1 BEQ3IT-B4-2

L Silicone

Chemical name

CAS-No. Concentration (% wiw)

Palyethylens glycol

25322-88-3 #=5 -<10

Table 40: Substance name of Dow Corning DM2 demulsifier.

Appearance

Color

Odor

Cidor Thresheld

pH

Melting pointfreszing point

Initial boiling point and boiling
range

Flash point

Relative density

iscosity
“iscaosity, kinematic

Explosive properties
Oixidizing properties

Molecular weight

Table 41: Physical and chemical properties of demulsifier DM

[27]

liquid

amber
charactenstic

Mo data available
Mo data available
Mo data available

=35°C

113 *C

260 mm2fs

Mot explosive

The substance or mixture is not classified as oxidizing.

Mo data available

2 [27]
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5.7 Dow 0il & Gas and Mining
DEMTROL™ demulsifier bases provide excellent performance in resolving a variety of crude oil
emulsions and are particularly effective when used in heavy crude formulations.”®
Dow’s portfolio of DEMTROL™ crude oil demulsifiers includes products across several chemistry
types. Their experience in alkoxylation enables to quickly develop tailor-made products based on
customer specifications and performance requirements. Some of the products are shown in Tables
42 to 44. The products belong to different chemical classes.

Product Chemical Class Active % RSN Main Function

DEMTROL™ 1010 base Falyal block copolymer 100 124 Interface and water quality contral
CEMTROL™ 1015E base Folyol block copalymer 100 12.0 Interface and water quality control
DEMTROL™ {1020E base Falyol block co polymer 100 12.0 Interface and water quality control
DEMTRCOL™™ 1030 base Falyol block copolymer 100 17.8 Interface and water quality control
CEMTROL™ 1040 base Falyol block copalymer 100 18.0 Interface and water quality control
DEMTROL™ 1110E base Polyol block copolymer 100 9.5 Oil extraction enhancer
CEMTROL™ 1114L base Falyol block copalymer 100 10.0 Cil extraction enhancer
DEMTROL™ 1115 base Palyal block copalymer 100 9.8 Qil extraction enhancer
CEMTROL™ 1120E base Falyol block copolymer 100 9.7 Cil extraction enhancer
DEMTROL™ 1130 base Polyol block copolymer 100 16.4 Oil extraction enhancer
DEMTROL™ 1135 base Polyol block co polymer 100 15.5 Oil extraction enhancer
CEMTROL™ 1150E base Folyol block copalymer 100 16.7 Cil extraction enhancer
DEMTROL™ 1240E base Polyol block co polymer 100 70 Oil extraction enhancer
CEMTROL™ 1230E base Polyol block copolymer 100 12.5 il extraction enhancer

Table 42: Dow demulsifier products of chemical class: polyol block copolymer.”?®

Product Chemical Class Active % RSN Main Function
DEMTROL™ 2090E hase Alkoxylated alkyl F-herol a6 19.7 Er'mlslqn breakerand water
formalde hyde resin separation enhancer
DEMTROL™ 9025E base Alkoxylated alkyl pherol 96 130 Enulslqn breakerand water
formaldehyde resin separationenhancer
DEMTROL™ 2030 bass Alkoxylated alkyl pherol 70-85 15.2 Errulslqn breakerand water
formaldehyde resin separation accelerator
Alkoxylated alkyl phenol Errulsion breaker and wat
DEMTROL™ 2045 base ated alkyl pheno 60-70 15.0 TTHISION Brearsrandwater
formaldehyde resin separationenhancer
DEMTROL™ 3000 base Epoxy resinalkoxylate TO-80 60 Flocculant and ermulsiondryer
DEMTROL™ 3001 base Epoxy resinalkoxylate TO-85 4.5 Flocculant and ermulsiondryer
DEMTROL™ 30065 base Epoxy resinalkoxylate 80-80 5.5 Flecculant and ernulsiondryer
DEMTROL™ 3010 base Epoxy resinalkoxylate TH-85 6.3 Flocculant and ernulsiondryer
DEMTROL™ 3020 base Epoxy resinalkoxylate 80-90 7.6 Flocculant and ermulsiondryer
DEMTROL™ 3027 base Epoxy resinalkoxylate TE-85 10.0 Flocculant and ernulsiondryer
DEMTROL™ 3030 base Epoxy resinalkoxylate 80-90 10.5 Flocculant and ermulsiondryer

Table 43: Dow demulsifier products of chemical class: alkoxylated alkyl phenol, formaldehyde resin,
[26]

alkoxylated epoxy resin.
The RSN value was determined by titrating the quantity of the water in a solution containing 1 g of
DEMTROL™ demulsifier and 30 ml toluene (2.6 vol %) and ethylene glycol methyl ether (97.4 vol %).
As mentioned before, RSN is reported as the volume of water needed to make a solution turbid or
cloudy.
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DEMTROL™ 4017 base Amine-initiated palyol block 100 13.0 Flocculant and emulsiondryer
copolyrrer

DEMTROL™ 4026 base G el (et 100 17.0 Flocculant and emulsiondryer
copolyrmer
Amine-initiated | block

DEMTROL™ 4110 base ine-initiated polyol bloc 100 100 Flocculant and emulsiondryer
copolyrer

DEMTROL™ 4115 base Amine-initiated polyol block 100 100 Flocculant and emulsiondryer
copolyrmer

DEMTROL™ 4120 base Amine-initiated polyol block 100 11.0 Flocculant and erulsiondryer
copolyrer

DEMTROL™ 5030 base Medified s pecialty resin alkoxylate 100 13.0 Errulsion breaker and water dropper

DEMTROL™ 5050 base Medified speciatty resin alkoxylate 100 245 Errulsion breaker and water dropper

DEMTROL™ 5130 base Medified specialty resin alkoxylate 100 11.0 Ermulsion breaker and water dropper

DEMTROL™ 5150 base Medified specialty resin alkoxylate 100 225 Ermulsion breaker and water dropper

Table 44: Dow demulsifier products of chemical class: amine-initiated polyol block polymer, modified

specialty alkoxylated resin.’?®!

Table 45 presents more specific information about e.g. DEMTROL™ 5150.

Property Value
Appearance, Room Conditions® Slightly yellow viscous liquid
RENE 13
aolubility in Water, Room Conditions High
Hygroscopicity, Room Conditions Moderate
Density, Iigal, 77°F 875
Density, g/cn?, 25°C 1.05
Vapor Pressure @ 25°C, mmHg <1

Pour Pairt, °C 15

Flash Pairt, °C 145
YAcive 100

(1) Typical properies. Not to be construsd as speofeations.

{2}Room condifions are considersd o be 25°C and 1 aim.

(31The relative solubifiynumbser (RSN was determined bytitrating water in 2 solution containing
1 g of DEMTROL™ dermulsifier and 30 mitoluene (2.6 wl% and sthylene glycol methyl ether
(87 4 wol%g. RSN is reporied as the volume of water needad to make a solution turbed or cloudy:

Table 45: Typical physical properties of DEMTROL™ 5150.7%°/

To demonstrate DEMTROL’s versatility, a study was conducted wherein each product was tested for
its compatibility with a variety of oilfield solvents, at 50 wt % concentration. The blends were visually
inspected after 24 hrs and subsequently categorized into two groups based on their stability; stable
(the product is compatible with the solvent) or unstable (the product is incompatible with the
solvent). The results are illustrated in Table 46 and Table 47.
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CAREITOC Aroma ficd 50

1010
1015E
1020E
1030
1040
1110E
1112
1114L
1115
1120E
1120
1135E
1130E
1110E
1230E
0
10XE
1I05E
plu=u)
200
306
2010
2010
2027
2020
40 T

4110
4115
4120

5130
5180

7 Stable B LUnstable

Table 46: DEMTROL™ Compatibility with Oilfield Solvents.”??
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Mathyl
CARENDL™

I B
[ |

o --

0 II I
I

5120
5180

Table 47: DEMTROL™ Compatibility with Oilfield Solvents.”®

More information about their products would be available only in case of providing them a sample of
crude oil.

5.8 HydraFlux
Hydroflux™ is a range of highly effective demulsifiers designed for oilfield production and refinery

applications. Every oilfield is as unique as its locations differ, for this reason has been developed a
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wide range of demulsifiers which offer performance & reduced treating costs with a smoother
operation. Part of the Hydroflux™ range is designed with environmental impacts in mind. When the
correct Hydroflux™ treatment is determined by the Chemiphase Technical Team, the following
parameters will be evaluated: design of system and technical rates, operating temperatures, contact
time and mixing available, and analysis of carrying fluid. The Hydroflux™ Oilfield Demulsifier Range
(Table 48) contains oil soluble products that destabilize W/O emulsions. Normally the demulsifiers

are used to dehydrate crude oil. They also include Environmetal Demulsifiers, droppers, treaters,
[55]

refinery desalters and wetting agents.

Primary Function Crude Qil Type
Application  Splitter  Emukion  Desalbter Multi Stondard  Heowy Oil  Environmental
Hydroflux CT-C18-01 Demulsifier & &
Hydroflux CT-C18-02 Demulsifier L] - ']
Hydroflux CT-C18-03 Demulsifier & &
Hydroflux CT-C18-04 Demulsifier ]
Hydroflux CT-C18-05 Demulsifier & & & &
Hydroflux CT-C18-06 Demulsifier & &
Hydroflux CT-C18-07 Demulsifier & - &
Hydroflux CT-C18-08 Demulsifier & &
Hydroflux CT-C18-09 Demulsifier & & [
Hydroflux CT-C18-10 Demulsifier &
Hydroflux CT-C18-11 Demulsifier &
Hydroflux CT-C18-12 Demulsifier - &
Hydroflux CT-C18-13 Demulsifier & & &
Hydroflux CT-C18-14 Demulsifisr & &
Hydroflux CT-C18-15% Demulsifier [ &
Hydroflux CT-C18-16 Demulsifier & &
Hydroflux CT-C18-17 Demulsifier & &
Hydroflux CT-C18-18 Demulsifier & &
Hydroflux CT-C18-18 Demulsifier & & &

Table 48: Hydroflux™ Oilfield Demulsifier Range."

Table 49 illustrates the properties for the demulsifier Hydroflux CT-C18-03 which is used for a
standard crude oil. The water quality results of separation trials which are presented in the same
Table.

The dosage rate was 50, 75 or 100 ppm. The water separation was measured after 30 min. Many of
the trials took place using a centrifuge or using a combination of a centrifuge with a shaker. The
results are compared with competitor’s demulsifiers.
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Case History 1 - Hydroflux™ CT18-03

sampling point: Middle East Crude il
Temperature: 27-28°C

MNature of crude oil: Sweet crude oil

API: 25 (35 given)

Density: 0,267 g/mL (as given)

Test method: ASTH DADOT

Water cut: 18% at sampling point (as given)

Water Separation % Top Oil Phase
Demubsifier  Dosage Rate  After30  After 30 Minz  After 30 Mins + % Water % Total % Interfacal
o S : Centrifuge + Shake  Free Water Emulsion
ND Ment Crude Ol 0 ppm 0 o 0 0 16 16
5 Competitor i 50 ppm 3 60 7 (] 12 12
5 Competitor X 75 ppm 5 60 78 (] 10 10
5 Competitor X 100 ppm B &7 B0 0 0.9 (1]
W5  Hydroflux CT18-03 50 gpm 15 77 0 0 0.4 04
5 Hydroflux CT18-03 75 ppm 21 78 51 0 0.z 0z
5 Hydroflux CT18-03 100 ppm 35 98 100 0 0.0 oo

Water removal %
Testing (Competitor X, Hydroflux CT-18-03)

120

ng 100
100 - — - : —ap 3 et ST S —t
78 80 7%
a0 44 4 &
o7
&0 B0
a0 e SRospes fesad 2228 Haeer i o : e 522000 P I 3 == s L
21
J 15 ! !
) L]
: ; A 0
0 = = .
Compstitar X Cnmpetiar X Compettar X Hydrofix CTIRN3  Hydrofi CTIR-03  Hydmflux CT1803
S0ppm 75pom 100ppm SOppm 5ppm 100ppm

B afrer 3nmine W Afrer 30mins R Cenerfups W Afrer 30mins & Cantrifuge & Shake

Table 49: Hydroflux CT18-03 testing and water removal in 9%.5>%1

The company claims that Hydroflux leads to an increased water separation and a better dryness of
the oil than Competitor X.

% free water is the percentage of water separated in the tube after centrifugation (1,500 rpm/ 5

min).

% Total water is the percentage of the water found in the tube after adding 1-2 drops of a ‘knockout
dropper’, keeping the tube at 60 °C for at least 10 min and centrifugation at 1,500 rpm/ 5 min.
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% Interfacial emulsion is % total water minus % free water.®
5.9 Nalco Company Operations

The Nalco Breaxit portfolio includes emulsion breakers designed to provide cost-effective
performance for every type of crude oil production system from light condensates to heavy oil and
bituminous oil sands.”?”

Breaxit Emulsion Breakers claim to offer the benefits below, including: rapid, sharp separation, no
heavy metals or organic halides added, versatility in treating all types of emulsions, convenient to
handle, easily dispersed.

Corexit 9500 (a new improved oleophilic solvent delivery system) and 9527 are either similarly toxic
or 10 to 20 times more toxic than other chemical products. Specific properties of the Breaxit
Emulsion Breakers have not been found because they are not available on the website of the
company. They didn’t response to my trials to gain more information.
5.10 NuGenTec

NuGenTec's proprietary line of emulsion breakers is specifically formulated to destabilize both, O/W
and W/O type emulsions when used in low treatment dosages of 50 - 500 ppm with minimal contact
time. It does not only remove the water from the emulsion but also helps in the following manners: it
lowers operating cost, it lowers emissions, and reduces disposal cost. NuFlo™ Emulsion breakers not
only reduce the negative effects of emulsions but also increases the profits by recovery of material,
and thereby increases the efficiency of the operator. Table 50 presents the demulsifiers NuFlo 714
EB, NuFlo 715 EB, NuFlo EB-1317, and NuFlo Demulsifier EB 313.

Emulsion .
MuFle 714 EB NF-714EB 72 8.2 N/ LEEg] Cetails
Breaker
Emulsi )
MuFlo 715 EB NF-715EE muision 72 8.2 N/A fls=fl Details
Breaker
Emulsion :
MuFlo EB-1317 MF-EB1317-55g None 7 25 DS | MsDs | EeEEElE
Breaker
NuFlo Demulsifier EB Emulsion :
MF-demul-55g 66 8.50 -35 TDS | MSDS Details
313 Breaker

Table 50: NuGenTec demulsifiers.””

The composition and the properties of NuFlo 714 EB are presented in Table 51.1%%

Composition/information on ingredients

90989-36-1 Aromatic hydrocarbons, C8 15-35%
92045-77-7  Petrolatum (petroleum), hydrotreated 15-35%
MNon-Hazardous Coupling Agents 5-10%
Fropreitary FPolymeric emulsion breaker 5-10%
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Dangerous Components:

Solvent naphtha (petroleum), heavy arom 25-50%
& Asp. Tox. 1, H304

Mixture of surfactants 15-35%
& Acute Tox. 4, H302; Acute Tox. 4, H332; Skin Irrit. 2, H315; Eye It 2B, H320

Glycol ether 5-10%

& Skin Irmit. 2, H315; Eye Irrit. 2A, H319; STOT SE 3, H335; H227

9 Physical and chemical properties

“Information on basic physical and chemical properties

- General Information
-Appearance:
Form:
Color:
- Odar:
- Odor threshold:

- pH-value @ 20 °C {68 °F):

- Change in condition
Melting pointMefting range.
Boiling point/Boiling range:

" Flash point:

- Flammability (sofid, gaseous):
“fgnition emperatire;

- Decomposition temperature:
“Auto igniting:

-Danger of explosion:

- Explosion fimits:
Lower:
Upper

- VVapor pressure @ 20 °C (68 °F):

-Densiyy @ 20 °C (68 °F):

- Relative density

- Vapour density

- Evaporation rate

- Solubility in / Miscibility with
Warer:

- Partition coefficient (n-octanol/water):

- Viscosity:
Dynamic @ 20 °C (68 °F):
Kinematic:

* Solvent content:
Organic solvenis:
- Other information

Liguid
Colorless
Product specific
Mot oetenmined.

82

177 °C (351 °F)

72 C (162 °F)

Mot aoplicable.

340 °C (Bd4d °F)

Mot defermined.

Product iz not selfigniting.

Product does not present an explosion hazard.

06 Val %
6.3 Vol %

a1 hPa
0851 giom® (7. 102 lbs/gal)

Mot oetenmined.
Mot oetenmined.
Mot aeternmined.

Fully miscifle.
Mot detenmined.

1 mPas
Mot cetenmited.

Q0%
Mo further relevant information available.

B [35]

Table 51: Composition and properties for demulsifier NuFlo 714 E

NuFlo™ EB — 1317 is a complex chemical which removes water from W/O and O/W emulsion, which
are generated in crude oil, petroleum recovery & refinery process. As this emulsion contains water,
which causes many problems for oil & gas producers, the emulsion has to be demulsified to separate
out the water.

The properties of NuFlo Demulsifier EB 313 are presented in Table 52.1%!
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Appearance Clear Colorless
Odor N/A
Boiling Point 212°F
Specific Gravity 168
Volatility M/A
Flash Point M/A
Vapor Density 062
Corrosive Yes
Solubility in Oil Yes
Solubility in Water yes
Solubility in diethyl ether yes

Table 52: Properties for demulsifier NuFlo™ EB — 1317.5°

5.11 Oil Flux Americas
The company claims that the demulsifier SWO is a product that has been specially formulated and
designed to break the W/O emulsions at a minimum cost. It can be used for the elimination of water
in flow stations. It can be applied in refineries if the water content is over the admissible 0.2 %. In
Table 53 are illustrated the technical properties for SWO.*%

SWO DATE 4 Mar 2014
VERSION 1st
Product Description
Aspect Transparent Liquid
Colour Light Blue
Compaosition Mixture of various alcohols, surfactants and aromatic
dissolvent agents.
Physical Parameters
Boiling Point B5°-82°C
Density (water=1) 1.0-1.05
Soluble in water Soluble, dispensible in water
Flammable Point g5°C
AUto-ignition =220° C
Temperature
pH 6.0-63

Preparation and Dosage

Break of water emulsions in crude oil
Dosage between 0.1 and 0.5%

Handling, Storage and Stability

Avoid electrostatic charges

Do NOT get in touch with hot surfaces

Use protective gloves

Use protective glasses

Do NOT eat, drink or smoke while handling it

Table 53: Technical properties for SWO and the affect without and with addition of demulsifier.??
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In Table 54 are illustrated the results of the test Analysis which was performed by an independent
laboratory, Intertek. The crude oil was compared to the same crude oil that was added with the
demulsifier SWO additive. The dosage was 0.5 % of SWO additive.

Flow Stations & Refineries
Test Results SWO

INTERTEK COMPARATIVE TEST

SWo

Product: Crude Oil

CRUDE OIL CRUDE OIL
LTEHEE WITHOUT ADDITIVE WITH 0.5% SWO, ADDITIVE EESULES
Water 0.40% viv 0.15% viv -0.25% viv -62.50%
Sample BS-14140/07 BS-14140/08

Table 54: Test results for SWO.?4

The demulsifier SWO additive was added in a sample of crude oil. This product was applied in a
proportion of 0.5 % of the volume of the crude oil and was properly mixed until a homogeneous
mixture was obtained. The sample was left to settle for 24 hrs. After 24 hrs, the decanted water was
separated from the crude oil and was measured. It was observed that there had been a reduction in
water content of 62.5 % compared to the initial amount.

5.12 Prairie Mud Chemical & Service Ltd
Among a vast variety of chemicals and fluids, this company has two types of demulsifiers: A-35X and
A-40X or with the trade name PHASETREAT 40. Their composition, the physical and the chemical
properties and their incompatibility are shown in the Tables 55 to 59.5%

Hazardous ingredients:

Component CAS number Concentration
Xylene 1330-20-7 60 -100 %
Ethyibenzene 100-41-4 06 -15 %

Table 55: Composition of hazardous ingredients of demulsifier A-35X.5%%!

Form: Liquid

Color: amber

Solubility in water: insoluble

Density: 0.8950 - 0.9100 gfcm3

Table 56: Physical and chemical properties of demulsifier A-35X.5%

Hazardous Polymerization: Hazardous polymerisation does not occur.
Incompatibility with Keep away from heat.
(Conditions to avoid) : Keep away from open flames, hot surfaces and sources of ignition.

Table 57: Stability and reactivity of demulsifier A-35X.5°
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Hazardous ingredients:

Component CAS number Concentration
Fuels diesel 68334-30-5 7-13%
Ethyibenzens 100-41-4 10 - 30 %
Xylene 1330-20-7 30 - 60 %

1,2 4-Trimethyibenzens G5-63-5 01-1%
Solvent mnaphtha (petroleum), 64742845 5-10%
heavy arom.; Kerosine -

unspecified

Naphthalens 91-20-3 01-1%

Table 58: Composition of demulsifier PHASETREAT 40.%

Form: Liqquid

Color: Clear, amber

Crdor: aromatic

Solubility in water: insocluble

Density: 0.88 - 0.92 gfem3 (25 °C)
Freezing point : -35°C

Table 59: Physical and chemical properties of demulsifier PHASETREAT 40.5%

The stability and reactivity for PHASETREAT 40 remain the same as A-35X.

5.13 Solvay

Solvay offers a wide range of demulsifier chemicals. These include: resin alkoxylates, polyol/acrylic

copolymer, polyol, ester, diepoxides, and polyglycol.” They are presented in Table 60. Demulsifier

performance is dependent upon many variables and this data is intended to serve as a guide to

typical demulsifier characteristics. It is not meant to be an absolute guide. Demulsifier performance

will vary from hydrocarbon to hydrocarbon. Bottle testing is highly recommended. The activity of the

demulsifier chemicals ranges from 46 to 99 %. The RSN value is between 5.4 and 32.

In Table 61 is illustrated the functionality guide for each demulsifier. The numbers 1 to 4 are further
analyzed in Table 61.%% The behavior of the demulsifiers has been tested with respect to: polishing,
as treaters, top clean oil, fast water drop, water coalescence, BS & Sludge control, interface control,

solid control, water quality, slop & waste oil, paraffin control, desalting and heavy oil.
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Table 60: Demulsifier product specification.

Amine Owyalkylate
Pohyol
Diepowide
Diepoxide
Resin Duyalkylate

Palyol/Acrylic Polymar
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1: Characteristic seen in most oils (Best)
2: Characteristic seen in many oils

3: Characteristic occasionally seen

4: Characteristic rarcly seen

Table 61: Demulsifier functionality guide.””
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5.14 Wacker
WACKER"® s introducing a new silicone based product especially developed for low temperature
applications. Conventional demulsifiers have their best performance at temperatures over 40 °C. At
lower temperatures, performance and effectiveness deteriorate significantly.

WACKER SG 3377 is a silicone fluid demulsifier which performs at temperatures of 40 °C and less.
Due to its high surface activity, the additive breaks the emulsion rapidly and removes the water
effectively. This improves both the crude oil and the effluent water quality significantly. WACKER® SG
3377 reduces the water fractions in crude oil to one percent and minimizes the oil remnants in the
waste water down to 10 ppm. It is claimed to be suitable for all international onshore and offshore
applications. When mixed with conventional demulsifiers, it is an economically attractive and
effective solution that permits the breaking of oil in areas where sufficient temperature is not

available for the process, such as older wells or offshore drilling fields."®

5.15 Low Temperature Demulsifiers separate waxy crude oil in Mumbai
Offshore

According to the project of Sundriyal, Agrawal, Jain, and Mehrotra®” in the regional Geoscience
laboratory in New Delhi in India, 35 Low Temperature Demulsifier (LTD) samples from 10 reputed
suppliers were evaluated at laboratory for performance on fresh emulsions at 35 and 40 °C. Field trial
orders were placed to five suppliers whose samples passed the laboratory selection criterion and
these samples were field tried and performance was monitored for the specified parameters as
shown in Table 62.1

The produced oil is waxy in nature, it crystallizes at low temperature and more water traps within the
oil. The formed emulsion is a W/O emulsion.

Lab. performance evaluation Field performance evaluation for 72 hrs

periodically for 72 hrs.
from the inlet of MOL

{% by volume)

(20 ppm dose) (20 ppm dose)
Parameter Requirement Parameter Requirement
= Demuisification efficiency Water  content  of | 1.0 (Maximum)
(% by Volume)at 40 °C 65.0(Minimum) samples collected {Minimum 80 %

samplos collected
shall conform to
above requiremeant)

Qil (% by volume)

« Water Content of Treated

1.0 (Maximurm)

Qi Content in the
discharged Effluent of
separator outlet

300 ppmi
(maximum)

47

Table 62: Laboratory and Field Performance Evaluation Criterion.

The physical and chemical characteristics of the crude oil are presented in Table 63 for the years
2004 and 2009. The field becomes aged and the water content in liquid production has increased.
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Parameters Results
Year 2004 2009
Density at 15°C, g/ml 0.8488 0.8643
Specific gravity at 60/60°F 0.B492 0.B648
API gravity at 60°F 35.08 32.13
Pour Point °C 36 3B
Kinematic Viscosity at 37.8 °C (cst) 8.897 11.8
Water content, % vol (Associated) 0.8 15 N
Asphaltene, % wt 0.4 1.0
Resin, % wi 8.1 6.8
Wanx, % wt 236 23.3

Table 63: Physicochemical characteristics of the composite crude oil of ICP platform.

[47]

The performance of low temperature demulsifiers during laboratory evaluation with varying doses
(10 - 150 ppm) at 35 and 40 °C during bottle test are shown in Figures 83 & 84 respectively. The
performance is judged by determining the water content in the layer of the oil phase.

—+— 10 ppm —=—20 ppm

40 ppm

60 ppm —+—20ppm ——100ppm ——150 ppm

M

% WiC
|+

Figure 83: Performance of LTD with varying doses at 35

°C. [47]

The desired demulsification efficiency which is above 65 % (Table 62) could be achieved at 20 ppm or

more (Figure 84).14")
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Table 64 presents the performance evaluation of selected five samples during field trial along with

production and process parameters. The performance of demulsifiers has been observed to be

better when liquid production was in the range of 15,000-156,000 barrels/day. Any increase beyond

this range, resulted in deterioration of demulsifier performance. The performance of demulsifier

Phasetreat-6621 evaluated in June 09 with liquid production 150,000 barrels/day has been found to

be better as compared to performance of same demulsifier evaluated in the month of July 09 with
liquid production 161,000 barrels/day."*”

S SA-18 SOT-506 Clearbreak S Phasetreat- | Phasetreat- DM-5
Ma. (Shraddha) (Tarak) {weatherford) 6621 6621 (Dowr
(Clariant) (Clariant) corming)
June 09 July 09
2 | Ligd. Prodn. 150861 - 155163 156427 150000 161000 150219
bbls/day 151716 161170
3 | Dose (PPM) 20 20 20 20 20 20
TRAIN-A
4 | Avg.Temp.range™C | 41.0- 43.0 40.8-42.0 42847 1 42.4-43.0 30.0- 420 45- 47
5 | % samples with
WIC im oil
Traces [ 0 11.86 =] [i] 6087
0.2 233 i] 22.02 50,9 [i] 26.00
0.4 M7 6.0 A 10.5 20.50 413
0.6 11.7 52 13.6 53 3824 413
0.8 15 38.2 136 i] 26.47 22
1 20 345 6.8 i] 11.76 22
=1.0 33 17.2 51 ] 294 0
& AvWCin oil% 0.63 0.91 047 A7 07 013
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TRAIN-B
T Avg.Tagn p. 42.546.2 42.0-43.3 45-48.2 456.5-48.2 41.8-43.5 4244
range, G
8 | % samples with
WIC in oil
Traces 8 i] 11.86 28.81 i} 71.74
0.2 15 i] 16.95 55.93 294 18.57
0.4 20 34 28.8 11.86 o 0
0.6 23 14 20.3 1.69 14.7 22
0.8 13 241 11.9 1.69 23.53 43
1 12 i 85 ] 32135 22
=1.0 a 259 1.7 0 26.48 0
9 | Av WIC in oil, % 0.50 0.97 0.47 nz2 1.06 011
10 | Qil content in 275 - 61 410 - 640 408 - 963 280- 1920 J28-720 506G - 972
effluent, range in
Ppm
11 | Av. Oil content in 420.02 563.11 60477 1456 404.1 79318
effluent, ppm

Table 64: Comparative data of performance of low temperature demulsifiers.

[47]

According to Sundriyal, Agrawal, Jain and Mehrotra™®” the narrow range variation in separator
temperature has no significant effect on the performance of demulsifiers (Figure 85). This fact is
reinforced by the field trial data of demulsifier DM-5 in which 86.9 % samples in Train A were
observed with water content 0.2 % having curing temperature range 45-47 °C whereas 91.3 %
samples in Train B were observed with water content 0.2 % having curing temperature range 42-44
°C. The curing temperature in Train B is 3 °C less than Train A, however higher number (91.3 %)
samples in Train B were found with water content 0.2 % as compared to 86.9 % in Train A.

1.801
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140
1.201
1001
080
0601
R
0201

Figure 85: Comprative performance of Low Temperature Demulsifier.

Comparative Performance
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Finally, the researchers report the following conclusions:

O Lig. Prod., B & WC in oil O
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[47]
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1. The demulsification of crude oil emulsions at ICP platform can be successfully achieved by
use of selected low temperature demulsifiers.

2. The water content in oil during lab evaluation as well as during field trial has been found to
be within desired limit of less than 1 % (v/v).

3. Qil content in effluent water has been observed to higher than the required limit of 300 ppm
(max) with all the samples which may be attributed to the insufficient retention time in
separators and need augmenting the process facilities.*”!
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6 SIMULATION OF TREATING EMULSIONS

A direct observation of emulsion destabilization is not easy, due to the fact that the droplets in
emulsions are extremely small, typically with diameters less than 50 um. Numerous attempts have
been made to understand the dynamic of dehydration process.

The coalescence of droplets is a function of their contact time and the interface characteristics
between the phases. Combining the collision frequency and coalescence efficiency results in the
estimation of the coalescence frequency.'®”

The models are only approximations of the reality and many assumptions should be imposed in order
to build a simulation model. Some of the most common assumptions are the following: droplets are
spherical, droplets of the same size class are broken at the same frequency and only once, all
droplets of the same class size have the same residence time in the unit, the density of the emulsion
is a linear function of the oil content, each mixture of oil and water forms an emulsion, so that there
is not any limitation in the amount of emulsifiers present in the system, for a nozzle-like unit the
pressure drop is the composite effect of shear stress and extensional flow.'®”

The development of emulsion models capable of representing e.g. coalescence, are a subject of
intense research. Several models are proposed in the literature for taking into account the different
phase systems to improve the agreement between the simulation results and experimental data. As
far as the multiphase flow simulation is concerned, there are many numerical approaches to choose
for solving the population balance equation (PBE). Due to the easy application, reasonable accuracy
and computational cost, the moment methods are preferable. They can couple the population
balance with CDF codes.®®

Computational fluid dynamics (CFD) is a numerical simulation technique for the solution of fluid-flow
in three dimensions. The CFD method allows modelling of the fluid dynamics of two immiscible fluids.
CFD is also the name of the commercial software (Figure 86). Using the CFD Module of the CFD
software, modelling is possible for most aspects of fluid flow, including compressible, non-
isothermal, non-Newtonian, multiphase, and porous media flows, all in the laminar and turbulent
flow regimes. Several CFD research studies have been performed to simulate the emulsification

process.®

Figure 86: Flow distribution using CFD. SPE Webinar: ‘3-phase Separation: Identifying and addressing

issues before they happen’.”*
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ANSYS Fluent is a powerful commercial software for computational fluid dynamics (CFD) which
empowers to go further and faster by optimizing the design by simulating complex phenomena.

ANSYS includes well-validated physical modeling capabilities to deliver fast, accurate results across
the widest range of CFD and multiphysics applications.”?
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Figure 87: Correcting gas flow pattern using ANSYS Fluent. SPE Webinar: ‘3-phase Separation:
[74]

Identifying and addressing issues before they happen.
Simulations are also a valuable tool in order to understand the role of surfactants in the stability of
the emulsions. There are still severe computational restrictions for the simulation of emulsions.
Apart from the large number of processes involved,’® the number of surfactant molecules is very
high even at dilute concentrations, so, it is not possible to simulate the movement of each surfactant
molecule explicitly along with the movement of the drops. The time step of the simulation has to be
very small in order to sample appropriately the potential of interactions between the drops. Drops of
small size exhibit also a Brownian motion due to their thermal interaction with the solvent which has
to be taken into account into the equation of motion. It is not possible to simulate the behavior of
drops using constant potential values as it is done in molecular dynamics. The potential of molecular
interaction changes with time as a consequence of the surfactant adsorption and the progressive
decrease of interfacial area of the emulsion due to the coalescence of drops. This demands the
frequent recalculation of the interfacial properties that determine the forces between the particles.

A flowchart of emulsion stability simulation is illustrated in Figure 86.
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Figure 86: The algorithm for Emulsion Stability Simulations (ESS) in the form of flowchart.®
Modelling and simulation techniques of the emulsion formation are investigated in many Universities
in Europe (Germany and Netherlands) as well as in Latin America (Brazil and Venezuela) and Asia
(China and Japan).

The Institute for the Physics of Complex Systems in Dresden (Germany) investigates the mechanism
of Ostwald ripening in emulsions and the role of chemical reactions on droplet dynamics in liquid
phases. A general framework has been proposed to study such active emulsions both in finite and
infinite systems. It has been shown that Ostwald ripening can be suppressed and emulsions are
typically monodisperse when first-order chemical reactions are considered. The results were
compared to numerical solutions. In the model of this Institute, emulsions can be stable despite large
fluctuations caused by droplet coalescence and droplet nucleation. These effects will merely broaden
the droplet size distribution.”

In China, the University of Petroleum investigated the dehydration of a W/O emulsion subjected to
an electric field.”® The time evolution of the droplets subjected to an electric field was investigated
by using an optical microscopy. Computer simulations of the dynamic behavior of the droplets were
implemented based on the balance of forces applied on them. Figure 87 shows the computational
results of the evolution of the droplets subjected to an electric field.
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Figure 87: Evolution of the droplets subjected to an electric field.””

The University of Chemical Engineering in Rio de Janeiro has proposed new models.”” New models
for the coalescence of droplets and for the breakage of the emulsions. Experimental data are
produced for the flow calculation of W/O emulsions. The experimental flow takes place through a
duct with a square cross section and three movable drawers, which generate a localized pressure
drop similarly to a valve (Figure 88).

Figure 88: A duct with a square cross section and three movable drawers.”"

The simulated contour plot for the volumetric phase fraction is illustrated in Figure 89. The simulated
results show large values of the dispersed-phase fraction in regions where recirculation zones entrap
the droplets.

-

phase fraction

2.0&0 Qﬂi.l.l..ﬂlr‘l‘?.lu

0.067 0.19

Figure 89: Contour plot for the volumetric phase fraction.” 1

Despite the large number of works published in the literature the development of models is still a
significant subject for future research.
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7 CONCLUSION

This work consists of several tasks. The first task refers to the crude oil emulsions basics. It presents
the simple or complex emulsions, the surfactants and micelles which possess surface-active
properties and the interfacial films. The classification of the surfactants is analyzed depending on the
charge of their polar head. The mechanisms involved in the process of emulsification are also
described. The empirical HLB value used for the surfactants characterization is presented as well as
the way it is measured. Furthermore, the factors that affect the stability of produced oilfield
emulsions are analytically described. These factors are the naturally occurring emulsifiers of the
crude oil, the fine-solid particles, the temperature, the droplet size and droplet-size distribution, the
pH of the water phase, the agitation and the water salinity. Finally, different methods can be applied
on emulsions for measuring their stability. The most common method is the bottle test. However, a
method is developed at Saudi Aramco to measure the tightness of an emulsion. It is the emulsion
separation index (ESI). The total water separated in a regular bottle test at different demulsifier
dosages is averaged to determine the ESI. It is a useful tool for comparing the stability of emulsions
from different wells.

The second task of this work refers to the process of separating an emulsion. Flocculation, creaming
or sedimentation, coalescence and Ostwald ripening are the mechanisms for the emulsion
destabilization. As next, the different demulsification methods are the following: the thermal
treatment, the electrical treatment that refers to the application of electrostatic fields, the
mechanical treatment when treating vessels are used and the chemical treatment when chemical
demulsifiers are used.

The thermal treatment can be succeeded using heaters. The heaters are classified as indirect and
direct fired heaters. Mechanical methods of acceleration including vibration and centrifugation are
used to separate water from crude oil in treatment vessels e.g. gunbarrel tanks and horizontal flow
treaters. An improved combination of thermal and mechanical treatment offers the heater-treater.
Heater-treaters are classified as vertical and horizontal heater-treaters. Regarding the electrical
method coalescing can be succeeded through electrostatic coalescers, oil dehydrators which are
horizontal treaters with electrostatic grids or through electrostatic heater-treaters which are the
same as a horizontal heater-treater, except that an electrostatic grid is included in the coalescing
section.

Products and patents were investigated as an important part of this work. The product “Merus Ring”
emits different kind of oscillations in order to treat specific problems such as the separation of the
emulsions. Similarly, oscillatory mixing has been used for the demulsification of emulsions. When
oscillatory mixing is conducted, the emulsion microstructure fractures. The use of a chemical
demulsifier can lower the oscillatory mixing energy, required to demulsify the emulsion.

Emulsions can be also demulsified by the combined effect of microwave heating and gravity
sedimentation. Hence, the microwave radiation was applied to study the demulsification of liquid
membrane emulsions or it was used in a patented microwave-based separator system. The duration
of microwave treatment, the irradiation power and the fraction of the water affect the separation
efficiency and the demulsification rates.

Combining sonication, i.e. subjecting a system to sound (acoustic) waves, enhances the separation of
traditional separation methods such as gravity settling, application of an electrostatic field,
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microwave treatment, use of demulsifier or combinations of them. The ultrasonic output power and
the treatment duration also affect the emulsions breaking and the dehydrating ratio.

One more important task of this work was to refer to the chemical treatment. Specific chemicals also
called demulsifiers neutralize the effect of the emulsifiers promoting the separation of oil and water.
In case of a W/O emulsion a demulsifier must be used that is almost insoluble in water and highly
soluble in oil. Demulsifiers are consisting of mixtures such as solvents, surface-active ingredients and
flocculants. Each one of them can act in a different way to break the emulsion. According to the
literature there are many chemical species which act as demulsifiers and their characteristics are
presented. The RSN test method is used as a demulsifier index test in order to choose the right
chemical. The mixing of additives with emulsions is crucial for adsorption while the quantity of
demulsifiers is important because a small or than necessary dosage of demulsifier cannot break the
emulsion.

Thousands of demulsifiers are available in the industry. A difficult task of this work was to collect
data about the recent commercial demulsifiers. Baker Hughes provides the Tretolite™ fluids. BASF
offers demulsifiers from the Basorol® portfolio. Caradan Chemicals Inc. provides the products under
the name C. The Hydroflux™, the NuGenTec, the Oil Flux Americas and Solvay offer also oilfield
demulsifiers. All of these products are designed for a fast water dropping, efficient treatment,
dehydrating/desalting and dry sales oil. Their active content, their viscosity, their RSN value, their
solubility and the function of their active components are available for most of them. Croda QOil & Gas
offers a range of Kemelix demulsifiers. Some specific Kemelix products can be used as green
demulsifiers or for light oils, for low temperature, for low or high water cut. There are also BTEX free
products (free of benzene, toluene, ethyl benzene and xylene). Dow Corning Oil & Gas Solutions offer
silicone demulsifiers which can handle the toughest challenges, even at low temperatures in virtually
any environment. The Dow Corning® demulsifiers are made up of silicone polyethers with a range of
structures and molecular weights. Also Wacker has introduced a new silicone based product
especially developed for low temperature applications. Dow Oil & Gas and Mining provides excellent
performance with the DEMTROL™ demulsifiers which are particularly effective when used in heavy
crude formulations. This company is able to quickly develop tailor-made products.

Finally, the last task of this work was to refer briefly to the simulation as far as the fluid flow in
separators and the emulsion treatment is concerned as well as the existence of commercial
packages. Computational fluid dynamics (CFD) is a numerical simulation technique for the solution of
fluid-flow in three dimensions. CFD is also the name of a commercial software. ANSYS Fluent is also a
powerful commercial software for optimizing the design by simulating complex phenomena.
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