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Abstract

Carbonated water flooding (CWI) increases oil production due to favorable dissolution effects and viscosity reduction.
Accurate modeling of CWI performance requires a simulator with the ability to capture the true physics of such process. In
this study, compositional modeling coupled with surface complexation modeling (SCM) are done, allowing a unified study of
the influence in oil recovery of reduction of salt concentration in water. The compositional model consists of the conservation
equations of total carbon, hydrogen, oxygen, chloride and decane. The coefficients of such equations are obtained from the
equilibrium partition of chemical species that are soluble both in oleic and the aqueous phases. SCM is done by using the
PHREEQC program, which determines concentration of the master species. Estimation of the wettability as a function of the
Total Bound Product (TBP) that takes into account the concentration of the complexes in the aqueous, oleic phases and in the
rock walls is performed. We solve analytically and numerically these equations in 1 —D in order to elucidate the effects of the
injection of low salinity carbonated water into a reservoir containing oil equilibrated with high salinity carbonated water.

Keywords Surface complexation modeling - Wettability - Carbonate water flooding - Conservation laws

1 Introduction

Carbonated Water Injection (CWI) is an oil recovery tech-
nique that increases the oil production due to favorable
dissolution effects causing viscosity reduction [9, 19]. When
this method is combined with low salinity brine injection, the
brine behaves like a natural solvent that enhances oil recovery
[17, 54]. In this way CWI takes advantage of brine flooding
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to improve oil recovery from 5 to 20% of the oil initially in
place (OIIP) [27, 40, 63]. This happens because geochemical
reactions between the injected carbonated brine and rock can
alter the petrophysical properties of the reservoir.

While there are several studies showing the relevance of
CWI coreflood for enhanced oil recovery, understanding such
process is still a challenge. Among such processes are the
effects of wettability, the flow of mineral salts in water and
flow of CO; in the aqueous and oleic phases. In this paper,
we use multiphase compositional modeling to quantify the
oil and water saturations as well as the CO, transfer between
the aqueous and oleic phases. As novelty we take into account
the formation of surface complexes, which participate in the
mechanism of wettability modification due to charge transfer
[7, 35]. With this new effect we can quantify the intrinsic
nonlinear relation leading to optimal recovery conditions.
We also evaluate the modifications of p H, of the velocity of
the saline front and of the magnitude of the saturation shock.
These changes are the main factors for the increase in oil
productivity.

Modeling enhanced oil recovery (EOR) by conventional
fractional —flow theory [16, 45] has had numerous extensions
to take into account different mechanisms that contribute to
injectivity. Some model extensions have included CO; [18,
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59, 66] and molecular diffusion [30]. Thus compositional
modeling has been developed to include master chemical
species in the aqueous and oleic phases [26, 64]. More
recently some authors have included in the model the trans-
port of ions [1, 6, 61]. Some authors emphasize that surface
complex formation is a mechanism responsible for increased
oil recovery [3]. It has often been stated that the injection of
water with low salinity and CO; produces chemical reactions
that change wettability of rock walls favorable to enhanced
oil recovery [36].

Some research underlines that wettability alteration cha-
nges the oil recovery when carbonated water at low salinity
is injected, see, e.g., [69, 70]. Understanding this recovery
method is one of the purposes of this work, for conditions
typical of the Brazilian pre-salt basin.

In [33] it is highlighted that the formation of surface com-
plexes contributes to changes in wettability. This happens
because charges on the calcite and oleic surfaces have oppo-
site signs, which contributes to squeezing out the water film;
this effect forms an oil-wet surface [31]. This effect can be
explained in terms of changes in pH values and of larger
shock amplitudes in the saturation profile. Understanding this
phenomenon is an expected result of this work.

To incorporate this process, we use multiphase com-
positional modeling with master species. We consider the
concentrations of ions generated by all equilibrium reactions
present in the carbonated brine and CO; in the aqueous and
oleic phases. To do so, we use a one dimensional incom-
pressible flow model that describes two-phase flow with
geochemical modeling ([26]). These processes are studied
by means of a system of balance laws for the transported
quantities. Using this model we study the flow of oil, water
and dissolved carbon dioxide in a sandstone rock.

The geochemical data are obtained by utilizing the mod-
eling capabilities of the program PHREEQC (acronym of
pH-REdox-Equilibrium C-program). This is a computer pro-
gram written in C++ designed to perform a wide variety
of aqueous geochemical calculations (see details about its
implementation in [7, 8, 57, 58]). Furthermore, we use the
program for calculation of the surface complexation in cal-
cite rock [65]. The program determines the concentration
of ions and molecules dissolved in water inclusive carbon
dioxide (CO;), which is the only compound that exists in
both phases. By assuming chemical equilibrium, we define
the behavior of all dissolved compounds by means of four
transport equations of master species, which are chloride, oil,
twice oxygen minus hydrogen and inorganic carbon.

We also consider the ions (HT, OH™, C032_, HCOy,
CI™), water (H2O) and the sorbed species oil; y -+, 0ily,cooH,
Cals’OH, Calw,co3]-], Ol'lS’N, Oilw.C007’ Oilw’cooca+,
Cals,OHer’ Cals’cof, Calw,co;’ Caly, coycq+ [12]. The
species with compfexes lead to what we call the sur-
face complexes—chloride ionic carbon dioxide—oil—water
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SC-CLICDOW model. This model summarizes the most rel-
evant concepts described in [14, 15, 32, 41, 42]. To illustrate
these effects we inject water with the same p H but with lower
salinity than the initial salinity in the core.

In this study, we use SCM through the geochemistry
PHREEQC program. This solver is utilized to calculate the
concentration of the complexes and to predict the wettabil-
ity alteration of minerals through the Total Bound Product
(TBP). Details of the procedure employed here can found in
[51]. SCM is a chemical equilibrium technique used to model
the interactions of water, oil, brine and rock [23, 23, 49]. Such
a method has been used in several studies for characterizing
the surface adsorption phenomenon [50, 60] and determin-
ing the wettability of minerals at reservoir conditions [11,
28, 511

In these works the model is based on adsorption of aque-
ous solute into surface functional groups characterized by a
set of chemical reactions. Moreover, some experiments indi-
cate that since carbonates are salt-type minerals, their surface
reactivity is different from sandstone and clays. Another con-
clusion is that dissolution and precipitation interfere on ion
adsorption dynamics at functional sites. The main effects that
influence the oil-brine-rock interaction are the brine chem-
istry and the oil composition, i.e., acid and base number [20].

Several works describe how to quantity the relationship
between salt concentration and water flooding process, e.g.,
[2, 35, 56]. In this paper we use a similar idea, which is
proposed by [35] utilizing the relative permeability functions
based on Corey’s correlation.

Based on Gibbs rule and assuming that the sodium and
chloride concentrations are approximately equal, we con-
sider four balance laws, i.e., total carbon, hydrogen—oxygen,
chloride and decane. Each one consists of three terms, i.e.,
accumulation, convection and the combination of molecular
and capillary diffusion. In this way, we obtain analytically
the Riemann solution, which consists basically in applying
the method of characteristics (MOC) through the wave curve
method. In this work we use this method to seek analyti-
cal solutions of the SC—CLICDOW model similar to the
model treated in [1, 16, 18, 21, 37, 45, 59, 66]. The Riemann
solution consists of a concatenation of spreading and shock
waves, implementing certain admissibility conditions ([29,
44, 46, 47, 55)]).

A Riemann solver for the proposed geochemical model
is developed to quantify the geochemical processes of water
injection with CO; and low salinity in a carbonated reservoir.
We also take into account the surface complexes formation
as a mechanism to change wettability.

A Riemann solver is developed to automate the con-
struction of solution paths. To do so, we take into account
the bifurcation structures, which are not part of the classi-
cal fractional flow method used by [59]. We also provide
comparisons with numerical solutions obtained by means
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of a commercial program (COMSOL). This procedure is
extremely useful because it allows to include in a unified
manner the geochemistry, the equilibrium reactions and the
charge balances. Also, the method serves to study different
situations and to include more chemical species in the sys-
tem. Using the extended Gibbs rule (see Eq. (1)), we reduce
the mathematical complexity associated with considering the
large number of physical constraints and parameters that are
included in the geochemistry program PHREEQC.

We use a similar methodology as developedin [1, 6] where
the extended Gibbs phase rule was used to focus on the prin-
cipal chemical species and to incorporate the geochemistry
of the oil recovery. This circumvents simultaneous solution
of the transport equations, of the equilibrium relations and
of the effect of low salt concentrations.

The aims on this paper are (1) to quantify how the presence
of surface complexes affects wettability (2) to understand
how changes in the salt concentration affects relative per-
meability and as a consequence of the injectivity (3) to
analyze the wave structure of the solutions (e.g., the occur-
rence of a pH wave embedded in a constant pH flood), front
salt formation and a jump in water saturation. The Rie-
mann solution confirms that pH variations occur with various
numerical schemes, inclusive discontinuous Galerkin, which
is expected when surface complexes are formed.

The additional advantage of the Riemann solution is that it
can be used to perform a bifurcation analysis, and to make an
inventory of the possible qualitatively different solutions. The
bifurcations occur at coincidence and inflection loci. Clearly,
bifurcations are essential to build the analytical solution, as
well as to determine the location where qualitative changes of
the behavior of the solution are expected. This determination
is a useful tool for mathematical modeling in oil recovery.

By means of numerical and analytical methods we aim
in this paper at quantifying the recovery improvement when
carbonated water at low salinity is injected in a reservoir that
contains carbonated brine in equilibrium with an oleic phase
and carbon dioxide.

For the fulfillment of the objectives our paper is orga-
nized as follows. Section 2 gives the physical model and the
equilibrium equations considered in this study. In Section 3
the derivation of the mass balance equations for master
species are presented. Moreover, Corey parameters of the
flow functions depending on salt concentration is presented.
In Section 4 a summary of the surface complexation model is
presented together with values of the parameters considered
in this study. Besides, regression formulas for parameters
of the system of conservation laws depending on pH and
chloride concentration are presented. Furthermore, a proce-
dure for the calculation of wettability depending on TBP is
described. Section 5 outlines the coupled modeling approach
integrating carbonated water injection (CWI) with CO2,

low salinity injection, and Surface Complexation Modeling
(SCM). Section 6 describes the Riemann solver and the strat-
egy to obtain the Riemann solution. Section 7 gives the results
in terms of the p H, the chloride concentration, the water sat-
uration and the total velocity. The calculation suggests that
a low salinity carbonated water flood improves the recovery
because it admits a high dissolved concentration of carbon
dioxide.

2 Physical model

We consider the injection of low salinity brine (0.5 mol /liter
NaCl, saturated with CO; at a pH = 4.0) into an inert rock
filled with an oleic phase. Injection and initial fluids contain
carbon dioxide and other unrelated ions such as sodium chlo-
ride. We assume chemical equilibrium in both the aqueous
phase and the oleic phase [1]. The ions and water are only
present in the aqueous phase, decane is only present in the
oleic phase. Indeed, dissolution of oil in the aqueous phase is
disregarded. The solubility of carbon dioxide decreases dra-
matically at high salt concentration. We assume that the flow
is governed by Darcy’s law. The temperature is chosen to
be 39?C because literature data is available and the pressure
is chosen to be well above the pressure at which a gaseous
phase can exist.

We apply the extended Gibbs phase rule to determine the
number of degrees of freedom n . This rule states (see, e.g.,
[34, 53]) that this number is given by
ng=Nsg+n;s—N—n.+2—p, (1)
where Nj is the number of dissolved chemical species, ng is
the number of surface species, N, is the number of chem-
ical reactions and n. is the number of constraints, e.g., the
charge balance. The number 2 represents the temperature and
pressure and p the number of phases.

We follow Appelo and Parkhurst [7, 58] and obtain with
the geochemistry program PHREEQC, when we add water,
CaC O3 (solid) and NaCl, that there are fifteen different
chemical species (Ng = 15) with molar concentrations in
the aqueous phase: ¢4, co,, Ca,CO%f’ ca’HCO;, Ca,CaHCO;r’
Ca,CaCO0O3>» Cu,NaCO;’ Ca,NaHCO3>Ca,H,0> Cq H+> Cq,OH— >
Ca,CaOH*»> Cq.Ca2+» Ca,Cl-> Ca,Na+ and the alkane (A) con-
centration in the oleic phase ¢, 4 . The alkane only occurs
in the oleic phase, whereas all the other components occur
only in the aqueous phase. CaC O3 occurs both in the solid
phase with concentration ¢, cqc 0, and in the aqueous phase
with concentration ¢4, cqaco;- In addition we have ny = 11
sorbed species Oils,NH"' ,oily coon.Cals on, Calw,C03H,
()l'lS’N, Oilw’coo—, Oilzl),COOCa+’ Cals’OH;, CalSYCO;,
Cal, ¢ o5 Caly, c0;cq+- There are seven surface reactions

@ Springer
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taking into account complexes. These surface reactions are
(12]
oilg yy+ = oils y + HT  logK_1; = —6.0

oily coon = oily, coo- + HY log K_»21 = —5.0

oily coon + Ca*™ = oily cooca+ + HY  logKzn = —3.8
Calson + H" = Cals,OHz+ logK;3=11.8
Calson + HCOy = Calg co- + H0  logK33 = 5.8
Calw,cosn = Caly, co-+H'  logK_14 = 5.1

Caly,cosi + Ca*™ = Caly, coscar + HT log Koy = —2.6(2)

We use four different sorption sites. Each of the sorp-
tion sites can receive sorption molecules of two types, called
weak and strong. For instance the strong adsorption sites
in oil can receive both 0il; y g+ and oil; y, so that the sum
of the sorbed concentration at each sorption site is a given
constant. A similar situation occurs for the weak adsorption
sites on oil (0ily) , but now with three surface species. The
concentration of CaC O3 in the solid phase is known and con-
stant. Thus taking into account the charge balance equation
we have n. = 5 constraints.

We notice that the species can be derived from seven
master species, i.e., C (4), H (1), O (-2), Ca(2), Na(l),
Cl (—1), C (—4), where the value in parentheses denotes the
constant valence of the species. We note that C (—4) is used
to denote organic carbon as opposed to C (4) , which denotes
inorganic carbon.

We consider the following eight equilibrium reactions in
the aqueous phase (thus we have N, = 15)

(CO2)yy + H0 = HCOy + H*

HCO; =CO} +H”

H,0 = OH™ +H"

(CaCO03),, = Ca** +COF
Ca** + H,0 = CaOH" + H"
COF +Ca*" + H" = CaHCOF
Nat +C0O;” = NaCO3

Na* + HCO; = NaHC O3

We dropped the subscript (ag) on all compounds except
CaC O3 and C O; as we assume that they only occur in the
aqueous phase. All possible equilibrium equations can be
derived from these eight equilibrium reactions.

Thermodynamic equilibrium requires that the chemical
potential of (CaC O3), in the solid phase is equal to the
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chemical potential of (CaC 03),,, in the aqueous phase. This
can be represented by

(CaC03), = (CaC03),, . 3)

In the same way the chemical potential of carbon dioxide
in the aqueous phase is equal to the chemical potential in the
oleic phase. This can be represented as

(C0O2)p = (CO2)qq - “

As we consider solid, aqueous and oleic phases, the num-
ber of phases p is 3. We have the charge balance equation
given by

2¢4,c05 + 0ily co0- + Ca.HCOs F Ca.0H + CaNaC O3 + Ca,Cl
+Cals,co3‘ + Calw,CO; =2c4,ca + Oils N+

+ca.n + Ca,Ca(HC03) + Ca,Na + Ca,ca0oH + Oilw,COOCaJr
+Cal; oy + Caly coscat

This charge balance equation can also be derived from the
mass balance equations. Thus, we adopt the charge balance
equation allowing one mass balance equation to be removed.

Following Gibbs rule described in (1) the number n s of
degrees of freedom is

ny= Nytng—Ny—n.—p+2 = 15+11-15-5-342 = 5.
Q)

In Eq. 5 we use that Ny + ny — N, — n, = 6. Given the
temperature and pressure, we only need three concentrations
to specify the composition of the three phase system.

For the independent concentrations we choose the hydro-
genion ¢, g+, concentration the chloride ion ¢, ;- concen-
tration and the sodium ion concentration ¢, y,+. Another
assumption consists in taking the chloride and sodium ion
concentration as equal. This assumption is to simplify our
model.

3 Mass balance equations for porous
medium flow with surface species

All compounds that are used in the model are built with the
atoms C (4), H(1), O (=2), Ca(2), Na (1), Cl(—1) and
C (—4). For instance carbon dioxide consists of one atom
of carbon with valence four and two oxygen atoms with
valence minus two. The uncompensated valences result in
the charge of the ion, e.g., CO5 2 consists of one atom C @)
and three oxygen atoms O (—2) . Hence C 032_ has a charge
of minus 2. Organic carbon is denoted by C (—4), leading
to for instance C H4, where the four valent carbon is com-
pensated by four monovalent hydrogens. Two carbons may
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combine to C; (—6), and n carbons to C,, (—2n — 2) , but we
denote all organic carbon by C (—4) .

The concentrations of all species are expressed in term of
activities and activity coefficients, where the activity coeffi-
cients y depend only on the ionic strength /.

3.1 Master species in terms of activities in the
aqueous phase

For the derivation of the mass balance equation we first derive
the equations for the dissolved master species, i.e., C (4),
H((1),0(=2),Ca(2),Cl(—1), Na (1) concentrations in
the aqueous solution, which do not include the surface master
species.

For convenience we first define the total aqueous inorganic
carbon (i.e., without hydrocarbon) concentration C, c4) by

c da,C0, 4.co3” 4a.nco; 4a,cancoy
a,C4) =
Ya,C0O, (n) Va’cogf (n) ya‘HC(); () ya,CaHCO? (n)
Aq,CaC O3 aa.NuCO; Qg NaHC O3 (6)

Ya,cac03 (W) Vanacoy (W) YaNaHCOs )’

In the same way we define the total aqueous hydrogen
concentration by

Aa,H, O dq H+ 4a,0H—
Ya,HyO aya'H-F (1) Ya,0H— (1)
L A4 HC O3~ afﬂHCO;' A4, ca0H
Canqy = Va.on= " Y, cancoy W Yocancof W
Ada,NaHC O3 )
Yacaticof (O]
Aa,H, 0
=2 + 8Ca’H(1). (7)
Ya,H, O

where the concentration of water ¢, g,0 = aa,H,0/Ya,H,0
is much larger than the other concentrations.
The total aqueous oxygen concentration can be written as

3a _
Aa,Hy 0 4,c03 Aa,0H— 2a4,c02
Ya,Hy0 Y, co%’(“) Ya,on=() " Ya,co2(it)
C o 1= 3a, ycos— ?’aa,Cchogr Ay caOH+
4,0(=2)- Yarcor= " ¥y cancot ™ Yacaon+ W
3 _
3“a.CaCO3 a"-N”CO3 3aa.NaHCO3

Ya,CaC03 (1) Ya,NaHC 03 (1)

ya,NaCO; ()

Aa,H, O
= +8Ca,0(—2)- ®)
Ya,H, O

The total aqueous calcium concentration is

C Ay, Ca2+ aa,CaHCO; Aq,CaOH+
a,Ca(2) =
Ya,car+ (W) Vacancor W Vacaor+ (1)
Aaq,CaC 03

———————+ Bca/2. ©)
Ya,CaC 03 (1)

where B¢, is the equivalent fraction of calcium (see Defini-
tion in [7]). The total aqueous sodium concentration is

Cun 1) = Ag Nat aa,NaCO; Ag NaHC O3
o YaNa+ (1) Yy Nacoy (W) Ya,NaHCOs (1)
+Bna- (10)

where By, is the equivalent fraction of sodium.
The total aqueous chloride concentration is

ag.cl—

i 1
Ya,cl— (/'L) ( )

Cuci(—1) =

3.2 Multiphase mass-balance equations with surface
complexes

Carbon balance We can write the mass balance equation for
carbon as

O ((PCa,C<4)Sw+</>6‘o,c0250+(1 2 (C’r.CaCO3 + Cals,c0;>>

+0,u (Ca.C(4) Sfw +coco, fo)
= 0Oy ((P (Dwswaxca.,c(4) + D”S‘)a“"c”’COZ)) +
Oy ('Dca,C(4)8xSw) + 0y (Dcl)qcoz aXSU) ’ 12)

where ¢, co, is the concentration of CO; in the oil phase.
The surface master species are arbitrarily chosen to be oil; v,
oily,coo, Calg 0, Caly, co,. This choice uses that the sum
of the species derived from the master species is equal to the
number of active sites, which is considered to be constant
for two sets of adsorbed sites on the oil surface and two sets
adsorbed onto the calcite surface. Note that S, = 1 — S,,.
The equilibrium conditions of the sorbed species are taken
from [12].

Hydrogen balance In the same way we find for the total
hydrogen balance

or ((pca.H(l)Sw) + at(/’ (Oilx,N—HJr + Oilw,COO—H) So
+3 (1 = ¢) (2Cal; 02+ + Caly.o- + Caly co- )

+0y (uCa (1) fuw) + Ot (0ils, -+ + 0ily.coo-n) fo =
0x (DCH.H(I)ax Sw) + 0y (D (Ul'l.Y.N—HJr + Ul'lw,C()OfH) Ox S{))
+0x (9 Dy S 0x Ca, 1 (1)) +3x (9 Do So 0 (0ily, y—y+ +0ilw,coo-n)), (13)

where the surface master species are chosen to be oils n—_,
oil _,Cal; o—, Cal _
w,CO0 5,0 w,CO5 —
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Oxygen balance Inthe same way we find for the total oxygen
balance

0 (fﬂ (Ca,O(fZ) Sw +2co,co, So) +0-9) <3Cr,CaCO3

+2(Cals,C03_>>> + Oyu (Ca,O(—Z)fw + 2C0,C02f0)

= 0y (IDCa,O(72) O Sw) + 204 (DCO,COZ So0x So)
+0x¢ (D SwdxCa,0(=2) + 2D S60xCo,c0,) - (14)

Calcium balance For the total calcium we find

O (¢cha,Ca(2) + ¢S, (Oilw.coo—Ca+)

+(1—9) (Cr,CaCO3 + Caly co, ,Ca+)) + 0B,

x 0yt (Ca,ca(2) fuw) + 0xut (0ily coo—ca+)

x fo = 3x (DCa,ca(2)0xSw) + 0x (Doily,.co0—-ca+9xSo)

+0x (9D SwdxCa,ca) +0x (9DoSod:0ily coo-cat) - (15)

Sodium, Chlorine and total oil equation For the sodium
equation we obtain

0 (‘pSwCa,Na(l)) + 0:BNa + 0x (uca,Na(l)fw)
= 0y (Dca,Na(l)axSw) + 0x (§0DU)SwaxCa,Na(l)) . (16)

In the same way we obtain for the first order terms of the
chlorine equation

0 (QDSwCa,Cl(—l)) + 0k (Mca,Cl(—l)fw)
= 8x(DCa,Cl(—l)8xSw)+ax (QDDwaaxca,Cl(—l)) -(17)

For the total oil, e.g., heptane we retain the first order terms

0y (‘PSoCo,C(—4)) + Oy (MCU,C(—4)fo) = 0y (DCO,C(—4)axSu)
+ 0Oy (‘pDOSOaxCO,C(—4)) . (18)

The oil concentration can be obtained from the dissolved
carbon dioxide concentration ¢, c g, (proportional to c,,c 0,)
with the EOS

Co,C(—4) +
Co,C(—4)

Co,C0O,

=1. (19)
€0,c02

3.3 System of conservation laws

Based on Gibbs rule and assuming that sodium and chlo-

ride concentration are similar we consider four conservation
laws, namely for total carbon, hydrogen—oxygen, chloride
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and decane. Each one consists of four terms, i.e. accumula-
tion, convection, molecular diffusion and capillary diffusion.
We neglect diffusion and capillarity effects.

We can write the mass balance equation for carbon as

0 (‘pca,C(4)Sw + @co,c0,8 + (1 — ) (Cals,cog))
+3x (1 (Ca,c@) fu + o,c0, fo)) = 0. (20)

For the total oil, e.g., heptane we obtain

0 (QDS()C(),C(*“)) + Oy (MCO,C(74)f0) =0. (21)

In the same way we obtain the chlorine equation
3 9SwCa,ci(—1) + 9 (uCa,cr(~1) fuw) = 0. (22)

To remove one balance equation, we combine the hydro-
gen and oxygen balance equations to a single equation, in
such a way that the water concentration is eliminated. We do
so because the water concentration is much higher than the
other concentrations.

We subtract twice the oxygen equation from the hydrogen
equation and obtain after substitution of Egs. (13) and (14)

3 (28Ca,0(=2) — 8Ca. 11 (1)) Sw — 9 (0ils, y—u+ +0ilw.coo—r) So
3 (1—¢) (2Ca15,0_2H+ + Caly op + Calu“CO;_H)
20 (¢ (2¢0,00,50) + (1 = 9) (3¢r.caco, +2(Cal, co; ) ))

+0yu (400,6‘02 - ()ils,N—HJr - ()ilw,COO—H) fo
+dcu ((26Ca,0(—2) — 8Ca,1(1)) fu) = 0. (23)

In more compact way the system of conservation laws (20)
and (23) can be written

0 (PPw1Sw + Vo150 + pr1) + O (U (w1 fuw+ P01 f6)) =0,

(24)
01 (900280) + 0x (u (P02 f0)) =0, (25)
0 (@ow3Sw) + 0x (u (ow3 fuw)) =0, (26)

0 (@owaSw + ©PoaSe + pra) + 0y (U (Pwa fuw+ 004 f0)) =0,
27

where the coefficient functions are defined by
pwl = Ca,c4)s Pol =Co,c0,, Pr1=(1—¢) (CGZS,CO;> ,(28)

Po2 = Ca,C(—4)a Pw3 = Ca,Cl» (29)
Puwd = (28Ca,o(—2) - ‘SCu,H(l)) )
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ot = (4co,co, — (0ils,n_p+ + 0ilw.coo—n)) (30)
pra = (1 — @) (4Cal&c03_ - (2Ca13,0,2H+ + Cals.o_n
+Calyco; i) )- (31)

where pyi, poi and pr; depend on p H and [CI]. It is possible
to verify that when the chemical surface complexes are not
present then system (24)-(27) is reduced to the system studied
in [6].

3.4 Fractional flow

The fractional flows for water and oil are saturation-
dependent functions defined as follows. We denote S, (Sy,) =
(Sw — Swr)/ (L = Syr — Sor), for Sy > Sy and S, = 0 for
Sw < Swri krw(Sw) = kuw(Se(Sw))"™ and  kyo(Sy) =
ko(1 — Se(Sy))™ (S, = 1 — Sy) ([25]). Here ny, and n,, are
the Corey exponents. The parameters k,, and k, are end point
relative permeabilities of water and oil phases, respectively.

The water viscosity is taken as u,, = 0.001 and the oil
viscosity as u, = 0.002 when they are constant; then we
have the fractional flow functions for the aqueous and oleic
phases

krw(Sw)/Mw
w Sw = s d
JulSw) = e S T iw + ko —Su)iie) ™
FolSuw) = 1= fu(Sw). (32)

where the water and oil permeabilities &, (Sy) and &y, (S,)
are expressed in terms of their saturations; p,, and w, are
the viscosities of the aqueous and oleic phases. We disregard
capillarity and diffusive effects.

In this work we consider the relation between relative per-
meability and low salinity from the ideas described in [35].
Such arelation is based on the definition of the weight param-
eter 6 to modify rock and fluid properties regarding salinity
level. This model considers salt as an aqueous component
that can be transported and traced. In this relation the rel-
ative permeability functions depend on water saturation Sy,
and salinity. This relationship is defined by the upper (H L)
and lower (LS) limits for salinity called high and low salin-
ity limits, respectively. To do that Corey’s coefficients are
adjusted for low and high salt concentration.

The weighting function 6 is introduced by a linear
relationship among two values for residual oil saturation cor-
responding to high and low salinity limits

Sor _ SLS
9 — orw , (33)
Sori = Soru

where the parameter 6 is used for interpolating between pre-
set high and low salinity curves for relative permeability and

capillary pressure
Kui(Sw) = 0KHE(S,) + (1 —0)KES (Sy), (34)

where i = w, o for water and oil permeability, respectively.
For high salinity regime we take k,, = 0.25,k, = 0.5, ny, =
3 and n, = 2, while for low salinity the values k,, = 0.41,
k, = 0.5, ny, = 3 and n, = 2 are used. Furthermore, in
this study, the upper limit used for salinity corresponds to
maximum residual oil saturation (S(fﬁ = 0.35). The lower
limit corresponds to minimum residual oil saturation (SZ, =
0.15).

4 Surface complexation modeling

This module is described in Sections

In this study, we use SCM to predict the wettability alter-
ation of minerals through TBP. Details of the procedure
employed here can be found in [28, 51]. The geochemistry
solver PHREEQC was utilized to calculate the concentrations
of the complexes. This program uses as input the properties
of formation water and oil components of the crude oil. The
properties of the minerals for several formation waters and for
two polar oil components in the crude oil acid (e.g., COOH
and NH™) are used here. We take the input data described in
[24]. Input properties of Oil are depicted in Tables 1 and 2.

The total acidic number (TAN) and the total base number
(TBN) are used to calculate the oil site density using the
formulas (see [10])

TAN

N = 0.602 x 10° , 3

S.CO0H x 1000 apiy; MWk on o>
TBN

Ng v+ = 0.602 x 10° (36)

1000 api; MWk on'®

where MWk oy = 56.1g/mol molecular weight of potas-
sium hydroxide. Here a,;; [m? /g] denotes the specific area
of oil, which we assume to be the same as its respective car-
bonate minerals in aqueous solutions taken from [67].

Input data sets corresponding to salt are chosen for several
formation waters where the ion concentrations of Na>* and
CI~ varies. The data are taken to yield the coefficients of sys-
tem (24)-(27), which depend on the ion concentration chosen
in this work to represent the variability of state space, i.e.,

Table 1 Properties of the minerals and the polar oil components

Oil Density (g/cm?) TAN (mg KOH/g TBN (mg KOH/g
at 20°C oil) oil)
0.86 0.1 1.9
2 0.9 0.38 2.3

@ Springer
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Table 2 Surface density and area of the two types of oil

Surface Site Density Surface Area Mass (g)
(site/nm?) (mz/g)

Calcite 4.9 2.0 0.2

0Oil 1=COOH 0.54 2.0 2.59

Oil 1=NH+ 10.2 2.0 2.59

0Oil 2=COOH 2.04 2.0 2.71

Oil 2=NH+ 12.34 2.0 2.71
pH and CI™. Since we assume that the ion concentrations of
Na?* and CI~ are similar in the simulations, these ion con-

centrations vary from 30 to 1290 mmol/kgw. In turn, the ion
concentrations of C a2+, M g2+ and S 04%_ are taken as con-
stant. The p H is taken to vary from 2.7 to 8. Carbon is also
taken as a constant in this study. The data are summarized in
Table 3.

4.1 Regression formulas Matlab, Eureqa and
PHREEQC program

The expressions for the coefficients pyi, poi and py; (i =
1,...,4)in system (24)-(27) are obtained using the ion con-
centrations of the complexes with formulas given in 28-31.
These coefficients can also be determined by allowing the
other minerals as Ca>t and Mg>" to vary as well. In such
a case, and in accordance with the generalized Gibbs rule,
it is necessary to add other equations to the model and to
increase the number of degrees of freedom. This useful pro-
cedure can be used to study enhanced oil recovery by Smart
Water injection, which we will study in future work with the
methodology explained here.

Processing of the PHREEQC output data is done with
MATLAB program, by using the curve fitting tool.

Denoting the ion concentration of hydrogen and chloride
by x = pH and y = [CI] the formula of the coefficients for
the case of Oil 1 are

pwi = —8.247 - 1077 x° +8.841 - 107 x* y + 2.472
1077 x*49.621- 1077 x> y?+3.387 - 1077 x> y — 2.803

Table 3 Formation waters where chloride and sodium ion concentra-
tions vary. Other minerals are fixed

Ion Synthetic injected water( mmol/kgw)
Na* 30-1290

Mg>* 40

Ca** 20

Ci~ 30-1290

s0F 20

@ Springer

107*x34+9.781 - 1076 x% y? —2.523 . 1075 x? y2 —2.843
1073 x2 y 4+ 0.0015 x? —5.102-10 x y* 4+4.901
1077 x y348.39 - 107 x y249.35- 1073 x y—0.0036 x

+1.49-107%y> —2.383-107* y* +1.341 - 107* 3
—1.758 - 1074 y2 — 1.601 - 10~* y 4+ 0.007, (37)
,001=—1575 1079x*y+1.01 - 107*x*—1.83 - 1073

x> 4+3.95-107%x3y — 0.002x> +3.9010 - 107%x2y3
+2.644 - 10~*x2y? — 0.0034x2y 4 0.0132x2, +1747
107 xy* —1.0440.10 xy> —0.0011xy? +0.0115xy
—0.0369x +4.917 - 10~*y> — 0.0014y* + 0.0015y>
+7.16 - 10™4y? — 0.0134y + 0.046, (38)

or1 = —1.056 - 10719 +1.526 - 10~ 10x*y + 3.667
107%x* +3.284 - 10—10x3y2, —3.606-107xy — 4.844
1078x3-6.403 - 107'9%2y% -3.359 . 10~%x2y?, +2.797
1078x%y +2.980 - 1077x% — 3.184 - 10 xy* + 1.668
107 8xy3, —6.75-10%xy*—7.32 - 107 8xy—8.22 - 107 7x
+1.03-1078y* —4.66-1078y® +4.384 . 1073y + 5.35
1078y +8.19- 1077, (39)

P02 = 3.742 1070 + 4911 - 10 5x* % y — 1.278
107*x*—4.653 - 107 °x3y%, —1.09-107*x3y 4+0.0016x°
—3.25-107x%y% + 1.2 107*x%y? + 8.35 - 10~ *x2y,
—0.0087 % x> +9.718-10xy* +1.862 - 10~ *xy* —7.897
10™*xy?, —0.0025xy + 0.022x — 6.073 - 1074y* + 4.18
1074y% +9.108 - 107%y? +0.0027 % y + 1.812,  (40)

pw3 = 0.37y, (41

pws = 2.61-1074x° +1.67 - 10~*x*y— 0.0079x* +2.78
107°x%y%, —0.003x3y + 0.0914x> + 8.04 - 10~ *x2y3
—0.0025x2y2 +0.025x%y — 0.51x2, —0.0038xy>
40.0113xy% — 0.0744xy + 1.3520x + 0.0021y*
—0.0072y% + 0.0616y — 2.5890, (42)

Pos = —5.701 - 107°x> — 6.681 - 10> x* % y + 0.0019
sxt —7.327-1073x3y? +0.0017x3y — 0.0231x3
49.061 - 107%x2y% 4 0.0011x2y? — 0.0142x%y
+0.1273x% +2.365 - 102 xy* — 1.965 - 10~4xy?
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Fig.1 Coefficients p,(left)

and p,1 (right) X 10-3

3.61
;l—i
2 3.4
=

3.2

—0.0046xy? 4 0.0483xy — 0.322x + 9.37 - 10743
—0.0023y* +0.002y> + 0.006y% — 0.057y + 0.34, (43)

pra =5.86-107x* —3.762 - 107103y — 1.33. 1077
+1.228 - 1071%9%2y2 +3.162 - 10x%y + 1.055 - 10~%x>
+8.124 - 10%xy® — 2.369 - 107 3xy? + 1.87 - 10 8xy
—3.282-107% —4.032-107%y® +1.093 - 10772
—1.056- 1077y +3.072 - 107°. (44)

The form of the function described for the above coef-
ficients is the same for the two types of oil used in this
study. These formulas show how much the pH affects the
coefficients (see Figs. 1, 2, 3 and 4). In all coefficients the
significant changes happen around pH = 5.

The coefficients in (37)-(44) are used as input to solve
the system of conservation laws (24)-(27). First we use the
numerical solution from the solver COMSOL, which is based
on the finite element method. Second, we obtain the solu-
tion by the in house Riemann solver RPNfilho. To obtain a

Fig.2 Coefficients p,(left) and 8
Poa(right) x10

10—

numerical solution we provide the coefficients and explore a
set of parameters which permit to obtain stable solutions.

4.2 Wettability estimation

As suggested in [24], we assume that wettability is propor-
tional to the Total Bound product (TBP). TBP estimation
is based on the quantification with SCM of the attractive
electrostatic forces existing between the rock-brine and the
oil-brine interfaces. These forces are represented by Bound
Product (BP), which is the product of the mole fractions of
the oil (O;) and mineral (m;) sites with unlike charges [24]
and it is given by the Equation:

BP = Oi*m,- (45)

For a given mineral or rock, the sum of all the BP is the
Total Bond Product (TBP) [24]. The SCM using PHREEQC
solver predicts the oil adhesion onto a mineral or rock sur-
face using the electrostatic pair linkages existing between the
mineral-brine and oil-brine interfaces. It has been reported
in the literature that the higher TBP corresponds to the

@ Springer
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Fig.3 Coefficients p,3(left)
and py,4(right)

higher tendency for oil to be adsorbed onto the surface and
vice-versa. The TBP can be written as:

TBP = (oily.coo-) * (Caly caonz+ + Caly cozca+
+Caw,co3mg+),

TBP, = (oils nu+) * (Caly, co3- + Ca,s,cao-
+Cals cacos— + Cals casos—),

TBP3 = oily cooca+ * (Caly cos— + Cals cao-
+Cals.cacos— + Cals.casos—),

TBPy = oily,coomg+ * (Caly, coz— + Caly cao-
+Cals cacoz— + Cals,casos—),

TBP =TBPy+TBP,+TBP;+ TBPy.

The complexes of oil and rock are calculated with the
PHREEQC solver with input values given in Tables 1-3.

Figures 5 and 6 shows TBP for oil type 1 and 2 respec-
tively (see Table 1). In both cases, the TBP takes higher values
for higher chloride concentration, which corresponds to what
was reported in [62]. Their results indicate that a wettabil-
ity shift from oil-wet to water-wet occurs when salinity is
reduced.

Fig.4 Coefficients p,4(left) and /
pra(right) _—
0.04
Oﬁ'
o 0.02
L
— -
0‘///
1
0.5
0
Cl
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The relation between TBP and pH is slightly different
with respect to salinity ion concentration. Figure 6 shows that
TBP has an oscillation with respectto pH,i.e.,for pH = 2.7
a peak is observed in TBP, to later decrease and obtain a
minimum at pH = 3. Subsequently, TBP increases until it
reaches a peak above pH = 5, and then decreases for higher
pH values. This behavior is maintained for temperatures of
95°C but the peaks are more accentuated, see Fig. 7. These
observed patterns of the TBP relationship with respect to pH
are somewhat different from those reported by [62], where a
wettability shift from water-wet to oil-wet can be achieved
with increasing brine pH.

Our numerical experiment and the experimental result
from [62] suggest that the relationship between TBP and
wettability is not proportional to the quantity p H.

TBP(x,y) = 0.0054x* 4+ 0.0091x%y — 0.1177x°
—0.0041x%y% — 0.1433x2y + 0.9304x> — 0.0469xy>
+0.1905xy? + 0.5342xy — 3.269x — 0.099y*

+0.615y% — 1.422y% +0.2537y + 4.72. (46)

Once wettability is estimated we use the procedure pro-
posed in [13] to estimate the residual oil S,.. Given the
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1 S 0.8
% 0.5 0.6
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Cl oH

Fig. 5 Normalized TBP vs pH and Cl at temperature T=39°C for the
oil of type 1

wettability index we obtain S, from Fig. 8. Next, we obtain
the initial water S,,; using the empirical relationship ([48])

Sor = 2.0698S3 . — 4.3857S2, +2.174198,,; +0.148. (47)

For estimating the residual oil S,,, we use the linear rela-
tionship with salt concentration given in [35].

Here, we propose a new formula for the parameter 6 in Eq.
(33) that takes into account the relationship between brine
and pH as well as the wettability. The formula provides a
direct method for calculating the parameter 6, allowing to
consider the concentration of complexes in the fractional
flow. The use of TBP in this context is a novel approach,
as previous works have used total ionic strength instead (see
e.g., [38]).

Formula for the parameter 6 in (33) in term of TBP is
given by

_ TBP(pH,Cl)—TBP

0
TBP,—TBP

; (48)

where TBP is given in (46), T B P; and T B P, represent the
TBP for the lower and higher brine concentration for a fixed

1 I
0

TBP

—

4\\
\x

5\

\ —_—

B
0
1

0.

Cl

pH

Fig. 6 Normalized TBP vs pH and Cl at temperature T=39°C for the
oil of type 2

0.8
o
0.5 0.6
= 0.4
0.2
0

Cl oH

Fig.7 Normalized TBP vs pH and Cl for temperature of T=95°C

pH. For example for Oil 1 in Table 1 and pH = 4 we
have TBP; = 0.3841 and T B P, = 0.534. This formulation
takes advantage of the established relationship between TBP
and wettability. Therefore, once TBP is scaled, it serves to
ensure the effect of salinity on the fractional flow function in
an appropriate way.

5 Integration method of SCM with low
salinity injection

This Section outlines the coupled modeling approach inte-
grating carbonated water injection (CWI), low salinity
injection and Surface Complexation Modeling (SCM). The
interconnected elements forming this integration and their
relationships are depicted in Fig. 9. This diagram repre-
sents the information flux relationships among the main
components involved in this integration. We describe these
components and their interactions below.

The Geochemical Modeling module is structured around a
system of four conservation laws derived from a combination
of primary Master species, equilibrium and balance equations

0:35

Sor = 0.0929x% + 0.0465x + 0.1851 |__
0312

]

3

"]

‘A

u

-4

Ul
- ~.-.~.mm..uuunmummwmll -
— N
S

0:15
-1 08 06 04 0.2 0 0.2 0.4 06 08 1

USBM Wettability index

Fig. 8 Residual Oil Saturation as a function of the USBM (United
States Bureau of Mines) wetting index [22]
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Fig.9 Diagram of the main
components of the integration of
the Geochemical Model, Low
Salinity Injection and SCM

Geochemical Fractional Flow

PHREEQC & SCM

Initial condition
of reservoir

of these species, surface complex sites, and adherence to the
charge balance equation. A comprehensive analysis employ-
ing Gibbs’ phase rule delineates the system’s degrees of
freedom. This module is described in Sections 2 and 3.1-3.3.

The PHREEQC & SCM module is a fundamental part
of the geochemical modeling. This module thoroughly take
into account water properties, initial mineral concentrations,
temperature, pressure, and chemical equilibrium reactions.
Furthermore, SCM incorporates initial conditions required
to simulate the formation of complexes, such as surface area
interactions, rock mineral composition, activities of mineral
in water and petroleum composition.

Once the minerals and complexes concentrations are
obtained, we proceed to the estimation of the conservation
law coefficients depending on the chloride concentration (CI)
and pH. The calculation of the wettability is based on the
Total Bound Product (TBP). Simultaneously, the wettability
is used to determine the weight in the relative permeabil-
ity for high and low salinity, which plays a crucial role in
defining the fractional flow rate. This module is described in
Section 4.

The Fractional Flow depending on salinity module takes
into account the conditions for governing displacement pro-
cesses. The fractional flow function derives information from
the initial conditions of the reservoir, the activities of mineral
in water, as well as the wettability parameter. This depen-
dence is crucial in the Goechemical modeling integration.
This module is described in Section 3.4.

The process described above is summarized in the follow-
ing steps

1. Step 1: Define initial reservoir conditions: Connate
water concentration, petroleum composition, surface
area for oil components and porous rock, oil viscos-

@ Springer

Modeling depending on salinity

Initial condition

Output:
saturation water,

of the injection core

oil recovery,
hydrogen,
chloride concentrations

ity, absolute permeability, temperature, pressure, initial
residual oil and porosity.
2. Step 2: Determine water injection conditions:

e Initial concentrations of sulfates, magnesium, cal-
cium, chlorine and sodium.

3. Step 3:

(a) 3.1 Complete the geochemical solution using the
PHREEQC program with all the input information
determined in the initial steps,

(b) 3.2 Determine coefficients for the Geochemical inte-
gration model depending on Cl and pH,

(c) 3.3 Determine the wettability from the Total Bound
Product (TBP), by using the concentrations of the
surface complexes.

4. Step 4: Determine the fractional flow function using the
initial salt concentration and the wettability.

5. Step 5: Solve the Geochemical model numerically and
analytically.

6. Step 6: Process output information to determine oil
recovery rate.

Several practical considerations to bear in mind in the pro-
cess above are as follows: The integration of the low salinity,
SCM, and the wettability occurs primarily in the fractional
flow function, in Step 4. Besides, the presence of the surface
complexes in the model also induces a change in the sys-
tem of conservation laws, introducing a coefficient p,; that
represents the effect of considering complexes in Step 3.1.

Numerical experiments suggest that only slight variations
in Darcy’s velocity (u) occur. Therefore, in our simulations,
this parameter is taken as a constant, facilitating the stabi-
lization of the numerical scheme used.
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The analytical solution is attained through the wave curve
method. The essential elements for its use are described in the
Section that follows, along with a summary of the technique.
On the other hand, the numerical solution is obtained using
the COMSOL version 6.1 program, which applies the refined
Finite Element Method to the system of conservation laws of
the Geochemical integration model.

6 Solving the Riemann-Goursat problem by
MOC

Once we have determined the coefficients of the system of
conservation laws (24)-(27) and fixed the fractional flow
function f,, in (32) with 6 given in (48), we can find the
solution of such a system. Notice that the fractional flow has
been determined taking into account the wettability values
(through TBP), which in turn are estimated from the com-
plexes. This solution of the system will allow us to determine
the influence of the reduction of salt concentration at the point
of injection.

The basis for MOC for the Riemann-Goursat problem is
to assume that the independent variables (s, pH, Cl, u)
are functions of the variable £ = x/f, which is possi-
ble because the Riemann solution are scale invariant under
the map (r,x) — (af,ax); then we can take U =
(Sw, pH, ClLLu)(x, 1) = (sw, pH,CLu)(x(§),1(5)) =
(Sw, ¥, u)(&) with characteristic lines & = x/z. If we assume
that the functions U (§) = (s (&), y(§), u(&)) are differen-
tiable along the characteristic lines, the following generalized
eigenvalue equation for characteristics values holds
Ar = ABr, where A=0F/oU, B =0G/oU. (49)

The eigenvector r is parallel to dU /d&, so the rarefaction
curves are tangent to the characteristic field given by the
normalized eigenvector r.

The physical model consists of four unknowns states
variables s, pH, [CI], u satisfying system (24)-(27). The
system has four equations with the unknown variables
(s, y,u) with y = (y1, y2) = (pH, [CI]) given by

d
E(ij(y)sw +@poj (¥)so + (1 — @) prj(y))
d
+£((“)(ij(}’)fw + poj(¥) fo) = 0. (50)
Wetake s = sy, f = fu,5 =1—sand f, =1 — f,. The
accumulation G and flux functions F = (u/¢)F are given

by

G = 9puj(Y)sw + @ooj (¥)so + (1 — @) prj (y) (5D
Fj = puwj(y) fuw + Poj(y) fo (52)

The index w (water) is often replace by the index a (aque-
ous phase), and the index j = 1,---,4 is used to denote
chemical species.

The main features in the 1-D Riemann solutions of hyper-
bolic systems are the rarefaction and shock curves. The
rarefactions are obtained from integral curves of the line
fields, given by the eigenvectors of system (49), where the
matrices A, B represent the Jacobian matrices A = DF and
B = DG for the flux F and the accumulation G. For system
(50), the matrices B, A are given by

0pwi 0poi pri

s So+
9k aye " A

0 ad wi . a ol
Ay = <u/¢>[p,-]a—f, Aigsr = (u/¢>( a”yk £+ apy : fo)

and Aj o1 = F;, (54)

Bi1 = [pil, Bixt1= . and B; ,41=0.(53)

inwhichi =1, ---,4,k=1,2and

[oi] = pwi — poi- (55)

From the Jacobian matrices, we obtain the eigenpairs
which we have summarized in

Proposition 1 The eigenpairs of the eigenvalue problem
AF¥ = ALBF, where the matrices B and A represent the Jaco-
bian of the accumulation and flux terms of system (50) are
the Buckley-Leverett eigenpairs (\g, Is) given by

a
po=29S

.= and Fs = (1,0,0,0)7, (56)
@ 08y

and two composition chemical with eigenpairs given by
(AA.TA):

uf—A
os—A"

An = (57)

We obtain A and v = (v1, v2)! as the solutions of the
compositional generalized eigenvalue problem

(A+ A) — AB+ B1)v =0, (58)

where the matrices A, Ay, B and By are given in (88) and
(90).

Moreover, we obtain ¥p = (r1, - - , r4) as
3 3
4
Zgi’j)-vjfl Grars — Zgl,jvjfl
2 2
ry = — . = . (59)
V4 gl,l
rj=vj_1, for j=2,3. (60)

where the matrices G and G f} evaluated at . = \, are given
in (61) and (77)-(79).
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Proof of Proposition

The idea of the proof consist of reducing the matrix G by
continuous application of Gauss procedure leaving the matrix
as a reduced matrix where the eigenvalues and eigenvectors
are obtained easily.

To obtain the eigenvalues we solve det(A — AB) = 0,
where A —AB = G,and G = (G; j) fori,j =1,---,4.
Here we use an auxiliary variable k that ranges from 1 to 2
and we write G; ; as:

81011)1

0poi £ — Aapri
9 Yk 9k

and

Gii1=Ipilé1, gi,k+1—
gi,4 =F

«E +
(61)

where we define the auxiliary variables
daf
§1= vt E Er=f —Ais) and &=(uf, —1rso).
(62)

For calculations purposes, that we do in the next proofs,
it is useful to define the following functions y;;, 0;;j, vi, ¥;j

and g;j fori =1,---,4,j=1,2as
0pwi 0pw1 00oi 9001
= 63
Yij 9y, 1] — 9y, —Lpil, 0ij= 9y, [o1]— 5y, ~[pil, (63)
8:0r aIOrl
mij =Sl = ==lpil, vi = [pilFi = [pilF1, (64)
yj y/
Dij = Vijva — Va,jVi, Sij = 0ijva — 04,jVi, (65)
Tij = T0ijv4 — T4, jV;. (66)

All these coefficients ((63)- (66)) depend only of the variables
y. Now, we are able to perform the proof os results in the text.

1) Substituting the i-th row of matrix (61), fori =2, --- , 4,
by the sum of the first row of (A — AB) (the elements of
which are given by (61)) multiplied by —[p;] with its i-
th row multiplied by [p1], we obtain, for j = 1,2 and
i=2,3,4

G~ G1,1 G1,j+1 G1.4
0 g(l) g(l)

i,j+1

(67)

Here O is the column vector of three zeros and block
matrices (Q(l)H) and (Q(l)) fori =2,3,4and j = 1,2
are the block matrices whose elements are given by
g(l) ( (1)
i1 = (vij&2 +0ij&3 — mij )15,'52 and G 4 =i,
(68)
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2)

3)

where y;;, 0;j 7;j and v; are given by Eq. (63) and (64).
Notice here that if [p;], given y (55), is zero for some
index i, the corresponding position in the first column is
zero and we do not need to perform calculations to vanish
this position. Moreover, if [p;] is zero, we exchange the
position of row 1 with another row to obtain a non-zero
pivot.

Now, we substitute i-th row of (67), for i = 2,3, by
the sum of the four row of (67) multiplied by —v; with
the i-th row of (67) multiplied by v4, and we obtain for
j=12andi =2,3

Gi1,1G1,j+1G1.4

gN © gt(zj)+l ©

(2)
0 Gyjp1 v4

(69)

Here O is the column vector of two zeros and (; @ iy ")

and (g4 J+]) fori = 2,3 and j = 1,2 are the block
matrices given by

2 2
g,( ])+] = i + Gij& — TijA, gz(t,])‘+]

= (vaj&2 + 04j&3 — m4jA), (70)
where ¥;;, ¢;; and 7;; are given by (65) and (66), for
i=1,---,4,j=1,2.

Now, we substitute the i-th row of (69), fori = 2, 3, by
the sum of the four row of (69) multiplied by —t;1 with
the i-th row of (69) multiplied by 41, and we obtain for
j=12andi =2,3

Gi.1 91 /+1 Gi4

G~ o gl Lj+1 O (71)
0 G v

Here O is the column vector of two zeros and (G, @ i)

and (9(3)+1) fori = 2,3 and j = 1,2 are the block
matrices given by

Q,%) =m;162+ni1§3, Q,%) = mjp§2+ni2§3—appk (72)

3
Q}; 3+1 (vaj&2 + 04j83 — majr), (73)
where
mij = Uija1 — Y4jTit, Nij = GijT41 — p4;Tit, (714
@2 = Tjp741 — 42T, o] = 0. (75)

and ¥}, ¢;; and 7;; are given by (64) and (66), for i =
L,---,4,j=1,2.
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4)

5)

Now, we substitute third row of (71), by the sum of the
second row of (71) multiplied by —«3, with the third row
of (71) multiplied by o1, and we obtain

G1,1G1,j+1 G1.4
g~ 0 gh, o . (76)
0 gz(t,;ﬂ V4
i(,4j)+l)
and (gf}H) fori = 2,3 and j = 1,2 are the block
matrices given by:

Here O is the column vector of two zeros and (G

4 - 4 -
Qé% =m1& + ny1&3, 953) = mn& + n2é; + ank
77

4 - _ 4 _
g§§ = m315 + 13183, Q;; =m3né& + 13283 (78)

4

Gy = (vaj&2 + 04js + 7aj2) (79)
where

mp| = Moy, N2 = N21, M2 = M2, N2 = N2, (80)
and

m3| = m31o2] — M2 032, N3] = N31021 — h21032. (81)

M3y = M320021 — M22032, N3 = N32001 — N22032. (82)

Since gf“j) 41 18 block matrix, but this matrix appears in
the rows 2 to 3 and columns 2 to 3 it is useful to define

matrix <Gl(4r)) forl,r =1,---,2from (gl_(‘l;+1

Gl(f‘):g(‘” forl,r=1,---,2. (83)

I+1,r+1
From (76) and det(A — AB) = 0 a solution is &; = 0.
Since & is given by (62.a), thus we obtain the eigenpair
(As, ) given by (56). For this eigenpair, only saturation
changes and we identify this family wave as saturation
wave, or Buckley-Leverett type wave.
Using (76) and det (A — AB) = 0, the other eigenvalues
are obtained by solving

det(G,)) =0 for I,r=1.2, (84)

with G, given by (77) and (78).

To obtain the corresponding eigenvalue, we substitute A o
given by (57) into (84) and using that

— AN —=(f=A -
£ = uf —hps = ull s)_z(\f . z’“‘j—z{'
(85)
& =ufo—rnso = u(l—f)—ia(l—s) :u(l_A)j:i'
(86)

Substituting &> and &3 in (77) and (78) the matrix in (84)
can be rewrite as

(7121 + A(mpy — ny1) np + A(mp — ﬁzz))
n31 + A(m3yp — n31) n3 + A(ma — n32)

0 azg(f;)/\)
+ s—) 87
0 0 87
Denoting by
_ <ﬁ21 ﬁzz) and B — _(mzl — nap moy — ﬁzz)
131 132 m3| — n3p m3 — n3 )’
(83)
we obtain
0 an(f=A)
A— AB+ 0 (saf) ) (89)

Also, denoting by
0 25 0 55
= 5 d B, = 5= , 90
Ar=1{0"0 and = <0 0 ) ©0)
we have

Gl(f? = (A - AB) + (A — ABy), 91)

where the matrix .4 and B only depend the variables y,
while the matrix .4; and 53] depend on y and s.

In this notation is easy to verify that equation (84) is a
quadratic equation in the variable A. Thus equation (58)
is a (2) x (2) algebraic system. If we have two different
roots, we obtain two more eigenvalues of form (57). We
call each eigenvalues as A5, fori =1, 2.

Also, notice thatif p,; =0(j =1,--- ,4) thenay =0
and the corresponding roots of equation (84) only depend
on the chemical variable y. In this case solution can be
found more easily (see [4]).
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6) The eigenvectors related with A, are obtained solving

G1,1 G1,j+1 G1.4

0 Q}i}H 0 |7=o. 92)
0 gz(t,j‘ﬂ V4

We can split the calculation of 7. First we obtain the
coordinates (r;, r3) of eigenvector Fp = (r1, 12, 73, '4).
To do our calculations, we define the auxiliary vector v
of two coordinates, which is the solution of

(G}“}) T =0 for I,r=12. (93)

Using (85)-(86), we can see that (93), after simplifications
is written again as (58).

The coordinates r,, 41 and r| are obtained by solving the
first and the last equations of (92) and using (85)-(86),
after some tedious calculations, we obtain Egs. (59)-(60).
O

The integral curves WW* and W* associated to 7y and 75 are
obtained by integrating the ODEs

dGs,y,u)
%:m. (94)

From (94)a, we obtain the Buckley-Leverett(B-L) wave,
where only the saturation changes, which is denotes by R.
Moreover, the solution of (94)b determines the waves asso-
ciated to 1 5 denotes by R 5. Here, we do the technical proofs
of results which appear in paper [4, 5]. These papers describe
the numeric and theory of the main wave interactions of the
system of conservation laws studied here.

d(s7 yvu)/ds = ;:S and

6.1 Rankine-Hugoniot Locus

In this section we summarized how to calculated the discon-
tinuous solution of the system of conservation laws studied
here. Details of proof can be found in [5]. We denote y =
(pH, CI) to gain in clearance.

The discontinuous solution of system of conservation laws
(50) satisfy the Rankine-Hugoniot condition, i.e. for a given
left and right state (s, y~,u~) and (s™, y*, u™") respec-
tively we have

u+F,-((s+, y*) —u  F; (sf, yf) = (G,- (s+, y+) — G; (s7 yf)) ,
95)

withi = 1,...,n 4 1 and v* is the speed of discontinuity.

Equation (95) can be rewritten as

&, ut,u"]1=0, (96)

@ Springer

where ®; = (®;1, Di2, j2), with ;1 = st (o), — p) +
Poi =T (Do = Po) FPo) (0 = 0,), Pio = —(f T (o, —
Do)+ Py @iz = (f (0 = pop) + pp) and p* = p(y™),
pm=pO) fr=F 0Ty = (7).

For each fixed state (s, y™), the Hugoniot-locus HL(s ™,
y~) consist of all states (s*, y™) satisfying (96). In [43] is
prove that

HL (sf, yf) = {(s+, y+) s det (CDiT, <D,z, d)/T) = 0] s
97

for all the combination of distinctindex {i, j, k} € {1,2, -- -,
n + 1}. Also, we verify that instead to consider all the com-
bination it is enough to reduce n — 1 equations. This results
can summarized as follows: leti; and i € {1,2,--- ,n+ 1}
two indices such that ®;, and ®;, are independent linearly,
then Eq. (97) reduces to

HL (s_, y_) = {(s"’, y+) s det (@,{, dDiTl, @g) = 0} ,
(98)

for k € {1,2,---,n + 1} distinct of i; and i>. Equation
(98) represents a curve in the three dimensional space (s, y)
consisting in the intersection of two surfaces.

For fixed (s~, y7), there exists a branch of HL(s ™, y™)
consisting of the states of the form (s, y) € 2, with s variable
and y = y~. This branch is called Buckley-Leverett or satu-
ration branch, and it is denoted by H,. The other branches
are denoted by H 4.

6.2 Bifurcation surfaces

To determine the solution to the Riemann problem, we need
rarefactions, the Hugoniot locus, and bifurcation surfaces.
Bifurcation loci divide the phase space into subregions in
which the sequences of waves for the Riemann solutions are
the same. Seeking such surfaces, we take the flux functions
f = fuw given in (32). Here we will only put a summary,
details about the formulas and deduction can be found in [4].

6.2.1 Coincidence locus

For each A; there exist a coincidence locus, which is denoted
by I'a,; it occurs where the eigenvalues A, and A 5, coincide,
1.e., at the zero of

0f(s.y) (f(s,y) - A,-(s,y)>_

Ga (s, 7) = s s —Ai(s,y)

(99)

The coincidence between two different A5, withi =1, 2
occurs in some special cases. The states where 15, = A4,
we have f =sor A; = Aj.
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6.2.2 Inflection loci

Other structures appearing in this model are the inflection
loci. The inflections are, generically, co-dimension 1 struc-
tures, in which the monotone increase of characteristic speed
fails, i.e., VA -7 = 0.
In this model, we have threezﬁelds. For the field A;, it is
10°f

easy to see that VA - 7y = -- <, thus the inflection locus
¢ 352

2
consists of the states s* = s*(y), satisfying %(s*, ) =0.
We denote the inflection for the field (Ay, 7) as Zs:

(100)

P
F(S »)’)—O}-

I, = {(S*,y):

The inflection locus I, of field (Aa,, Fa,) satisfies VAy, -
r A; - Expression for this loci can be found describe in [4].

6.3 Analytical solution

We are interested in the Riemann-Goursat problem for the
system (24)-(27) with piecewise constant initial data
L= Swr,pHL,Clp,up)if x <0, (101)
R = (Swg, pHg, Clg, -) if x > 0.

The Riemann solution is obtained by the wave curve
method. The solution is constructed by means of a sequence
of elementary waves wy (shocks and rarefactions) for k =
1,2,---,m and constant states Uy fork = 1,2,---, p, in
which p is not known a priori.

At any rate, this sequence of waves can be written as
Uy =Uo =5 1y 22 0 2% U = U, (102)
whered = (s, pH, CI, u). In the Riemann solution it is nec-
essary that the waves have increasing speed, satisfying the
so called geometrical compatibility. Sometimes, this geo-
metrical compatibility is sufficient to furnish existence and
uniqueness of the solution. Moreover, this condition is used
to select the physical sequence of waves for the Riemann
solution. We do not go into details about the wave curve
method in this paper. Details can be found in [4, 5].

The waves consist of the B-L saturation wave curve R;
where only the saturation varies, the shock wave curve Hj,
the locus where only the saturation varies and the chemi-
cal saturation wave curves R, (i = 1, 2) associated to the
couple (Xa;, ra;). Moreover other compatible wave curves
include the composite wave curve C; = Ry U H, formed
by a characteristic B-L shock curve, and the composite wave
curves Cp, = Ra; U Hp,;, where Hy, is a characteristic

shock curve associated to the branch of the family A, with
i = 1, 2 and the constant state C.

Taking into account bifurcation surfaces, we solve the Rie-
mann solution for a particular problem, where we are able
to obtain the sequence of the wave curves, when these wave
curves cross the inflection or coincidence loci.

7 Numerical solution

In this section we present the numerical solution for the sys-
tem (24)-(27) by using COMSOL and the Riemann solver
RPNfilho.

For the simulations by using the COMSOL software, the
hardware employed consists of a computer equipped with
a latest-generation Intel Core i7 processor and 32 GB of
RAM. Each simulation requires approximately 3 hours of
processing time. The numerical solution is validated against
the semi-analytical solution obtained by an in-house Rie-
mann solver developed in MATLAB based on the wave curve
method. Obtaining the wave sequences in the semi-analytical
solution is relatively fast, once the bifurcation surfaces are
determined.

We solve the Riemann-Goursat problem for some par-
ticular initial (right) and injection (left) conditions for such
system of equations. We do not impose any condition on the
variable ug in (101) because its value is obtained from the
other variables together with the solution of the system. Phys-
ically, the left state represents the value of the variables p H,
[CI], Sy and u at the injection point. The right state presents
the initial condition of such variables in the reservoir. The
states studied here correspond to typical values of interest
for petroleum engineering.

We assume that the fluid is incompressible, but there is
mass transfer between phases of the carbon dioxide and the
partial molar volume differs between phases, thus a variable
total Darcy velocity ensues.

7.1 RPNfilho and COMSOL solutions

We are interested in evaluating the salt concentrations reduc-
tion at the injection point. To do so, first we cross-validated
the method and second we identify the main waves present in
the simulation of relevant examples. Besides calculating the
speeds of the water saturation front and of the saline front,
we estimate the behavior of the pH.

In this simulation we take a reduction of 5% in the initial
chloride concentration in the reservoir, which we take as 0.3
mole per kilogram of water. To the chloride concentration of
0.015 mole per kilogram of water corresponds an oil satu-
ration S, = 0.228 and an initial water S,,; = 0.0398. The

@ Springer
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Fig. 10 a) Saturation profile A B
from RPNfilho and COMSOL .
solvers, b) pH profile with _ 42
RPNfilho and COMSOL solvers 0.8 £
06 \ 21
04 B ~[RPNSolver | \
02| st~ lcomsoL ]
0 10 20 30 40 50 39

x (distance)

initial condition for the Riemann problem consists of L =
(0.7604, 4.0,0.015, 1.0x1073) and R = (0.0398, 4.0, 0.3).

Figures 10-11 show the water saturation, the chloride and
the p H profiles corresponding to the Riemann problem for a
given L and R. We verify that in this example the solution of
RPNfilho and COMSOL solvers match well. The saturation
profile for both models coincide. The pH and chloride profiles
match well except in the shock front solution.

The structure of the Riemann solution obtained by RPN-
filho solver consists of a chemical 2-rarefaction wave, a
constant state, a B-L rarefaction, a constant state, a 2-shock
and a B-L shock. This sequence of waves can be repre-

R H
sented schematically as (L) Ty (A) E) (B) Ty

) E) (R). This scheme means that from state L to the
state A = (0.7604, 4.12,0.015) there exists a rarefaction
R, of the chemical family associated to eigenvalues A4, .
This wave is followed by a constant state from the state A to
the state B = (0.61,4.12,0.015), then we have a B-L rar-
efaction wave. Then we have another constant state followed
by a type 2 shock to the point C. Immediately afterwards a
constant state follows a B-L shock and reaches the right state
R.

In the subsequent numerical examples the structure of the
solution described above does not change. In these simula-
tions only the relative position of the intermediate states vary
when the initial conditions of the rock (right state) and the
injection parameters (formation water, left state) change.

03 —RPNSolver |
T 0.2
0.1

0 10 20 30 40 50
x(distance)

Fig. 11 Chloride profile from RPNfilho and COMSOL solver
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7.2 Effect of brine reduction

In the following numerical experiments, we aim at investi-
gating the effect of reducing the salinity on the oil recovery.
In the first case, we assume a 5% reduction in the initial
salt concentration, and the injection and initial states are
defined by L = (0.76,4.0,0.015,1.0 x 107°) and R =
(0.0398, 4.0, 0.3), respectively. The corresponding residual
oil saturation is S,, = 0.228 (as reported in [35]), and the
initial water saturation is Sy; = 0.0398 (calculated using
formula (47)).

In the second example, we assume a 20% reduction
in the rock salt concentration, and the initial and injec-
tion states are defined by R = (0.045,4.0,0.3) and L =
(0.76, 4.0, 0.06, 1.0 x 1073), respectively. The correspond-
ing residual oil saturation is S, = 0.239, and the initial water
saturation is Sy,; = 0.045 (calculated using formula (47)).

Figure 12 displays the profiles of water saturation S,
pH, and chloride [CI] concentration for the two examples.
Figure 13 shows the corresponding oil recovery for a 5% and
20% reduction in the rock salt concentration. We observed
that a 5% reduction in salt concentration resulted in an
increase in the oil recovery fraction of 0.066 with respect
to the case of a 20% of salt concentration reduction. The oil
recovery values obtained with our model are consistent with
those reported in the experiments, as shown in studies such
as [35, 39].

The Riemann solutions provide a numerical quantification
and explanation of the influence of low salinity injection on
the system state. In case (a) (as shown on the left side of
Fig. 12), we present the solution for a 5% reduction in the
salt concentration, while in case (b) (as shown on the right
side of Fig. 12), we present the solution for a 20% reduction
in the salt concentration. The Riemann solutions demonstrate
the patterns of the system state, illustrating the effect of low
salinity injection on the system.

In both cases (a) and (b) (as shown in Fig. 12), we observe
the formation of three fronts, i.e., saturation S,,, pH and
clhoride concentration [C!]. The saline and p H fronts move
at the same velocity, while the saturation front has a slightly
higher velocity. The velocity of the saline and pH fronts
is 4.05 x 107 for both cases, whereas the velocity of the
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Fig. 12 The figures show profiles of the saturation S, scaled pH
(pH /4), and scaled chloride concentration ([C!] % 4) at different veloc-
ities for a 5% and 20% reduction in salt concentration (left and right
figures, respectively). The velocity of the saline and pH fronts are

saturation front is 4.34 x 1072 for case (a) and 4.44 x 107>
for case (b).

The increase in pH and the location of the front in
pH close to the saturation front can be explained by the
fact that pH controls the number of surface species at the
interfaces of the oil/brine and the brine/carbonate (see e.g.,
[68]). This behavior of p H and of the saline front can also
be explained by the fact that p H and salinity are among the
most prominent factors affecting the wettability state of a
crude oil/brine/rock system during waterflooding operations
([52D).

Another experiment was conducted to calculate the resid-
ual oil by changing the types of oil 1 and 2 presented in
Table 1. However, no significant changes were observed for
the type of oil studied in this experiment.

We confirmed that the coupling of SCM and compositional
modeling accurately reproduces the main effects observed in
the experiments, including wettability, residual oil, and con-
nate water saturation as the main factors responsible for oil

0.8 r
0.6 -
Pl
g
80‘4 r
]
= ~ 5% salt reducti
80'2 L 5 % salt reduction
— 20 % salt reduction
O L
0 1 2 3 4

PVI

Fig. 13 Evaluating oil recovery with a decrease of 5% and 20% in salt
concentration

B
1.5
==
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- I
5 -+ pH
LE05 —Chloride
=Saturation
_____ /
0
0 2 4 6 8
x/t (velocity) %104

4.05 x 1075 and 4.08 x 1073, respectively, for the 5% reduction case,
and the velocity of the saturation front is 4.34 x 107>. For the 20%
reduction case, the velocity of the saline and pH fronts are 4.08 x 1073,
while the velocity of the saturation front is 4.44 x 107>

recovery. The processes controlling wettability and surface
complexes are the change in p H and the formation of a pH
front.

8 Conclusion

This study quantifies the TBP of surface complexes and of
wettability to estimate the effect of reducing rock salt con-
centration on permeability, and consequently, on oil recovery.
We use a combination of SCM and compositional modeling
to analyze the influence of wettability, residual oil, and con-
nate water saturation on enhanced oil recovery. Our model
reveals the presence of a shock in the saturation profile, with
higher oil recovery being responsible for this phenomenon.
We also observe a pH wave in a constant pH flood, salt
formation at the front, and a jump in water saturation. The
Riemann solution confirms the occurrence of p H variations
numerically using COMSOL and RPNfilho solvers, which is
expected when surface complexes are formed.
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