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This work extended the dual quadrature method of generalized moments (DuQMoGeM) to solve the pop-
ulation balance model for the hydrodynamics of liquid-liquid extraction columns using a multi-
compartment model that represents batch and continuous well-mixed extraction vessels as particular
cases. This model can either represent the actual sections of a column or its spatial discretization that
can use moment preserving schemes for the advection and dispersion of the generalized moment set.
The DuQMoGeM results were compared to analytical solutions for batch and continuous well-mixed ves-

Ilfzy ‘3’& rgzn balance sels and extraction columns, showing that it is accurate for predicting the evolution of the low order
DU%MoceM moments and the drop number distribution along with the column height. We also modeled a Kiihni col-

umn for which the simulation accurately predicted the steady-state experimental holdup, encouraging
the DuQMoGeM usage to solve the population balance equation for heterogeneous systems and different

Liquid-liquid dispersion
Numerical modeling

columns.
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1. Introduction

In general, a liquid-liquid extraction system consists of two
almost immiscible phases, with one dispersed in the form of fine
droplets in the other continuous liquid phase. Several relevant
properties of the dispersed phase come from the number density
distribution that may change due to several mechanisms such as
coalescence, breakage, and growth. However, the number density
distribution evolution comes from solving a population balance
equation. Consequently, population balance modeling is a power-
ful tool for predicting the dispersed phase behavior in liquid-
liquid extraction equipment, such as columns and reactors
(Ramkrishna, 2000). In this sense, many scientific papers accom-
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plished modeling and simulation of liquid-liquid extraction col-
umns by the population balance equation. It became essential for
modeling multiphase flow, mainly when a strong coupling exists
between the number density distribution and the phase velocity
fields (Bart et al., 2020).

Mathematically, the population balance equation (PBE) is an
integro-differential equation that is usually difficult enough to
solve analytically. Therefore, it has solutions just for a few simple
cases. Several researchers have developed numerical methods to
find approximated solutions. A possible classification groups these
methods into the following categories: methods of moments,
stochastic methods, and discretization (or class) methods.

The most common discretization methods are the finite differ-
ence, finite element, and finite volume methods. They all discretize
the domain of the internal coordinate (for instance, droplet diam-
eter) (Bart et al.,, 2020; Su et al., 2009). Although straightforward
and accurate for calculating the particle size distribution, they have
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Nomenclature

a inverse of the residence time [s~!]

A column cross-section area [m?]

i aggregation matrix for compartment j [mk++/]
daughter drop conditional probability distribution
m—l

c ([:oefﬁ}cient in polynomial approximation of n [m*"*3]

Cy form factor [-]

C collision frequency model parameter [-]

C, coalescence efficiency model parameter [m=2]

d drop diameter as internal variable [m]

do mother drop diameter on breakage [m]

dqi,d, diameters of coalescing drops [m]

D column diameter [m]

Dy rotor diameter [m|

Def effective dispersion coefficient [m?/s]

collision frequency [m?/s]

advective-dispersive flux [m=3 s~1]

breakage frequency [s7!]

breakage frequency model parameter [-]

generic function

gravitational acceleration [m/s?

column height [m)]

compartment height [m]

breakage and coalescence source terms [m=* s~1]
Heaviside step function [-]

number of compartments [-]

Jacobian of the transformation of internal coordinates [-]
slowing factor [-]

breakage matrix for compartment j [mi+k/s]

mean of the Gaussian distribution [m]

number of Gauss-Legendre quadrature points [-]

drop number distribution in d variable [m—]
normalized drop number distribution of the feed [m~1]
drop number distribution in x variable [m=3]

SF S EIRINTRTIFTQOLRE D
=

N, power number [-]

Ny number of Gauss-Christoffel quadrature points [-]
Ng rotor speed in revolutions per second [s~!]

No total number density of drops in the feed [m=3]
P(d) breakage probability [-]

P power input per compartment [W]

Q phase volumetric flowrate [m3/s]

Ty dispersed phase fraction (hold-up) [-]

Reg Reynolds number of rotor/agitator [-]

s,u drop diameter values [m]

S source term [m~4s~1]

t time [s]

th hydrodynamic residence time [s]

v phase velocity [m/s]

Ur relative velocity [m/s]

v terminal velocity [m/s]

Vy compartment volume [m?]

i convection matrix for compartment j [mk+1/s]
w weight of the quadrature rule [-]

Wep, modified Weber number [-]

Weg rotor Weber number [-]

b% dimensionless diameter coordinate [-]

Y auxiliary variable

v, q dimensionless diameter values [-]
z height coordinate [m]

Zc continuous feed inlet [m]

Zq dispersed feed inlet [m]

Greek letters

o standard deviation of the Gaussian distribution [m]
B auxiliary function

5(X) Dirac delta function [X7']

dij Kronecker delta

Ap density difference between phases [kg/m?]

Az height above disperse phase inlet, z — z; [m]

€ mechanical power dissipation [W/kg]

¢ dimensionless height variable, { = z/h

n dynamic viscosity [Pa s]

0 plate free area fraction [-]

K exponent in the swarm effect factor [-]

P coalescence probability [-]

A auxiliary function

g generalized moment of order k using the ¢ polynomial
family [m*-3)

My regular moment of order k [m*-3]

\J mean number of daughter droplets [-]

14 abscissa of the quadrature rule [-]

@ angular velocity @ = 27Ny [s71]

Hfg/” moments of the daughter distribution function of order
k [mk]

p density [kg/m?]

o interfacial tension [N/m]

v(d) drop volume corresponding to drop of diameter d [m?]

v'(d) derivative of drop volume function, dv/d(d) [m?]

Din mean drop volume of the feed distribution [m?]

D, P auxiliary functions

¢r(d) k-degree orthogonal polynomial in d variable [m¥]

®r(x) k-degree orthogonal polynomial in terms of the x vari-
able [m*]

A auxiliary function

v generic function

w coalescence frequency [m3/s]

o coalescence frequency model parameter [-]

Subscripts

a coalescence

b breakage

c continuous phase

crit critical

d dispersed phase

in inlet

max maximum

min minimum

Superscripts

(a) analytical solution

(¢) relative to ¢ polynomial family

(o) relative to ¢ polynomial family

high computational costs to guarantee mass conservation (Bart
etal., 2020). These methods can approximate the distribution func-
tion in each discretization interval by a unique value (zero-order
methods) or use high-order polynomials (higher-order methods)
(Bart et al., 2020).

Gelbard and Seinfeld (1978) applied the orthogonal collocation
on finite elements to the population balance equation. Nicmanis
and Hounslow (1996) solved a continuous crystallizer’s steady-
state population balance model using the Galerkin method and
the orthogonal collocation methods on finite elements. Mantzaris
et al. (2001a,b) used the finite difference and finite element meth-
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ods to solve multivariate cell population balance models. Kumar
and Ramkrishna (1996a,b, 1997) proposed three new approaches:
the fixed pivot, the moving pivot, and the Lagrangian-moving pivot
discretization methods. Campos and Lage (2003) simulated a bub-
ble extraction column using the Lagrangian-moving pivot tech-
nique. Attarakih et al. (2004) developed the extended fixed pivot
technique (EFPT) to solve the PBE describing the hydrodynamics
of interacting liquid-liquid phases.

Hulburt and Katz (1964) introduced the method of moments. It
has various advantages, such as efficiency, accuracy, and low com-
putational cost, making it widely used to solve the PBE. On the
other hand, it does not give an approximation for the particle num-
ber distribution (Bart et al., 2020). However, some mathematical
techniques for reconstructing the size distribution function from
its moments exist in the literature (John et al., 2007). One of the
most famous moments methods is the quadrature method of
moments. It was first introduced and applied by McGraw (1997)
to describe the growth of aerosols and then extended to models
with aggregation and breakage by Marchisio et al. (2003). The main
idea behind this method is the approximation of the integrals by
the Gaussian quadrature constructed from the number density dis-
tribution moments. Marchisio and Fox (2005) introduced the direct
quadrature method of moments, whose central idea is the solution
of transport equations for the quadrature weights and abscissas,
avoiding their computation along the solution. Attarakih et al.
(2006) introduced the sectional quadrature method of moments
(SQMOM), which is a hybrid method involving the methods of
classes and moments. The SQMOM discretizes the particle size
domain in sections. The so-called primary particle represents the
particle size in each one, being calculated from the secondary par-
ticles that are the abscissas of a local low-order quadrature. These
local quadratures compute the breakage and coalescence terms.

The method of moments lacks a representation of the particle
number distribution. Lage (2011) introduced the dual quadrature
method of generalized moments that gives a series approximation
for the number density distribution using an orthogonal polynomial
family whose coefficients are related to the generalized moments of
the distribution for this polynomial family. The usage of high-order
fixed-point Gaussian quadratures based on the same polynomial
family controls the accuracy of the integral terms. Santos et al.
(2013) introduced the direct version of DuQMoGeM that solves
transport equations for the weights and abscissas of the Gauss-
Christoffel quadrature. Another method that provides an approxi-
mation for the distribution is the extended quadrature method of
moments (EQMOM), introduced by Yuan et al. (2012). It represents
the number density distribution by a series of kernel density func-
tions (KDF) whose locations are the abscissas of the Gauss-
Christoffel quadrature. The EQMOM employs secondary Gaussian
quadratures based on the KDFs to control the solution accuracy.

This work applies the DuQMoGeM to solve the population bal-
ance equation for liquid-liquid columns wusing a multi-
compartment model that represents a well-mixed vessel as a par-
ticular case. The multi-compartment model can either represent a
discretization of a continuous contact column or a multiple-staged
column. The model must use appropriate correlations for calculat-
ing the inter-compartment drop fluxes for a specific kind of extrac-
tion column. The calculation of spatial moment fluxes using
DuQMoGeM has never been carried out before. Although several
other methods can solve this problem, we did not intend to com-
pare them to the DuQMoGeM in the present work. It must be
pointed out that the DuQMoGeM was developed and tested previ-
ously only using the particle volume as the internal variable (Lage,
2011). As it has never been applied to solve problems using the
particle diameter as the internal variable, we first applied it to
solve such population balance models for test cases with analytical
solutions. These include models for well-mixed reactors in both
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continuous and closed systems and a liquid-liquid extraction col-
umn without diffusion and with constant phase velocities. Finally,
a realistic case of a Kithni column was modeled and solved, and the
results were compared to available experimental data.

2. Population balance models
2.1. Model for a liquid-liquid extraction column

The population balance equation for the areal-averaged drop
number distribution, n(t, z,d), in a liquid-liquid extraction column
can be written as (Ramkrishna, 2000; Kronberger et al., 1995):

on(t,z,d) N OF(t,z,d)
ot 0z

where z € [0, h] is the vertical coordinate, being h the column height,
and d € [dpmin, dmax] C [0, 00] is the drop equivalent diameter, where
dmin and dy,q are physically imposed limits for the drop size distri-
bution, thatis, n(t,z,d) = 0,Vd ¢ [dmin, dmaex]. We proceed in this sec-
tion as if the extraction column is continuous, that is, without
internals, but the resulting equations for the multi-compartment
model are the same for a multiple-stage column.

The drops move along the z coordinate with velocity »4, and
their axial dispersion is modeled with an effective isotropic disper-
sion coefficient Dger. The advective-diffusive flux F of drops of
diameter d at any height in the column is given by:

= S(t,z,d) + H(t,z,d) (1)

F(t,z,d) = v4(t,z,d,rq)n(t,z,d) — @d,ef(t7 Z,14) % 2)
where
dinax
r4(t,2) :cy/ d’n(t, z,d)d(d) 3)
d

is the dispersed phase fraction (holdup), being c, a form factor that

relates the drop diameter to its volume, v(d) = c,d’. For spherical
drops, ¢, = m/6.

The two-phase flow and mechanical agitation originate from
the turbulent fluctuations in the continuous phase, which generate
random drops movements. A dispersive flux is one way of model-
ing these drop movements. For staged extraction columns,
mechanical agitation is the primary source of dispersion. In Eq.
(2), we assumed the hypothesis that & is independent from d.

In Eq. (1), the H term can be written as:

H=H,+H, (4)

where H, and H,, are the net rate of drop production by coalescence
and breakage, respectively, that are assumed to be functions of the
dispersed phase fraction (see Ramkrishna, 2000, for their general
form). The breakage source terms are given by:

’dmax
Hy, = / v(u)B(d|u)g(u, rq)n(t,z,u)du — g(d, rg)n(t,z,d) (5)
Jd
where g, v and B are, respectively, the breakage frequency, the mean
number of daughter drops and the daughter conditional probability
distribution. We assumed that the latter depends only on the diam-
eter ratio of daughter and mother drops. The coalescence source
terms are given by:

H, = %fddmm o(u,s,rg)n(t, z,u)n(t,z,s) Fdu

- n(t,z,d) [;" o(u,d, re)n(t, z,u)du

(6)

3\ 1/3 .
rax — d ) and w is the coalescence frequency that

where Uy = (d3
is assumed to be a function of the disperse phase fraction, and ¢ is
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the Jacobian of the transformation of the internal variable differen-
tial, #d(d) = ds:
&
S = (7)
[d3 - u3]

The number rate of drops entering the column can be modeled
as a source at a given zy position that is given by:
Qd,in(t) nin(ta d)

St2.d) === 55

0(z — zq) (8)

where Qg ,(t) is the volumetric flow rate of the liquid that forms the
drops fed to the column at point z; and time t,A is the cross-section
area of the column, and n;,(t, d) is the normalized drop size distribu-
tion formed at the injection point, which satisfies:

[ e ) = 1 ©)
d,

< Emin

Thus, the mean drop volume at z = z4 is given by:

dmux
Bin(t) = /d v(d)ni(t,d)d(d) (10)

min

2.1.1. Boundary conditions

The Danckwerts boundary condition imposes the value of the
advective-dispersive flux at the domain’s boundaries. For the pre-
sent model, the disperse phase is fed to the column at z4, and the
large ascending drops can leave the column at z = h, while the con-
tinuous phase carries the small descending drops that can leave
the column at its bottom. We assumed that the dispersion flux is
negligible at the top and bottom of the column, which is an ade-
quate approximation for multi-stage columns with bottom and
top sections with no mixing, which is the primary source of drop
dispersion. Therefore, the imposed boundary conditions are:

z=0, F(t,0,d)= wq4(t,0.d,rg)n(t,0,d) — Dye(t,0,rq) 2% (11)
= min[vy(t,0,d,r4),0ln(t,0,d)
Z:h, F(t,h7d) = Ud(t,h,d, rd)n(t7h7 d) _gdvef(t7 h’ rd)g_'zl (‘12)

= max[vy(t,h.d,rq),0]n(t, h,d)

Considering the large (4 > 0) and small (¢4 < 0) drops, it is easy to
prove that Egs. (11) and (12) are equivalent to:

z=0, max[vy(t,0,d,1q),0n(t,0,d) — Dy (t, O,rd)@ =0, (13)

0z
z=h, minfvy(t,h,d,rq),0]n(t, h,d) - %.ef(f,h,rd)% =0, (14)

which are the expressions given by Attarakih et al. (2004).
2.2. Drop and continuous phase velocities

The velocity of drops in a swarm significantly depends on the
drop diameter and the volume fraction of the dispersed phase.
The rising velocity v, of a droplet of diameter d, is expressed as
(Gayler et al., 1953):

va(d,1q) = v:(d, 19) + Ve(Tq) (15)

where v, is the continuous phase velocity. The relative velocity of
droplets with diameter d is often called the slip velocity. It is calcu-
lated from the single drop terminal velocity, v, considering the
slowing factor and the swarm effect by the following expression:
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vr(d,rq) = kyve(1 —19)" (16)

where k, € (0, 1] is the slowing factor and (1 — r4)" accounts for the
swarm effect. The drop terminal velocity depends on the physical
properties of both phases and droplet diameter (Garthe, 2006).

The steady-state solution of the mass balance equation for the
continuous phase for a column operated in counter-current opera-
tion provides:

B 1
T 1-r4(t,2)

{(1 —H(z— zc))% + Dees(2) ard(t’z)} (17)

ve(t,2) %z

where %, is the dispersion coefficient of the continuous phase
that can be used to model backmixing.

2.3. Multi-compartment model for the extraction column

The one-dimensional model of an extraction column can have
the external z coordinate domain partitioned to define compart-
ments. These can be actual column stages in a multi-stage column
or simply discretization subdomains in a continuous contact col-
umn. We consider a multi-compartment column with J sections
operated in counter-current mode, where each section has a height
h;, as it is schematically represented in Fig. 1.

Its governing equation is given by Eq. (1), which can be inte-
grated using the operator,}—j f;f;l (-)dzto give:

2 [,}—] 2, ndz} +i (Fj—Fa) = 4 [ Sdz (18)
© e 1

where
Fj(t, d) = F(t,Zj7 d) = Ud(t,Zj,d, Td(t.,Zj»n(t,Zj, d)

~Ddef (t, Zj,Tq (t, Zj) ) [Mzt)‘zz‘d)] 7
-

By defining the average of the generic y variable in the j compart-
ment by:

1 /%

bied) =g [ vitzddz, (20)
1 Jzi

we can write Eq. (18) as:

oni(t,d) 1

Eq. (21) also represents the population balance model for each stage
of a J-staged extraction column. In this case, we have to reinterpret
the disperse-phase fluxes given by Eq. (19) as inter-stage fluxes.
Then, we must use appropriate correlations (Hasseine et al., 2005)
or CFD simulation data (Weber et al., 2020) for the specific type
of staged column to calculate the absolute drop velocity and the
drop dispersion coefficient.

The j control volume (compartment) is defined to be the column
section in the [z;_, 7] interval. Therefore, all variables derived from
the number size distribution are represented by its volumetric
mean at this compartment, n;(t,d). For instance, the mean dis-
persed phase fraction in the j compartment is given by:

~dmax

raj(t) = ¢y / d’n;(t,d)d(d) (22)

“ dmin

If any variable has a linear behavior within a compartment, then the
value at its center is equal to the average, that is,

l//(ﬂZj,] + hJ/27d) = l/lj(t7 d)
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: ; =7
Continuous-phase inlet ——

Z=7;

i1
7=Zj1 e i e e

Dispersed-phase inlet ﬂ»

=
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z=h=z,
— Dispersed-phase outlet

Mixer

JCompartment j

z=2¢=0
—— Continuous-phase outlet

Fig. 1. Multi-compartment extraction column.

In Eq. (21), the source term S; exists only for j = j,;, defined by
Zj,-1 < z4 < zj,, where the drops are formed, which is given by:

P 1 [P 1 ny(t,d)
Si =S50, S _E Zjdilsdz_@T (23)
where
hA Vg
thj, = At =~—2, Vg =h,A 24
M Qain  Qqin bq — e 24)

It should be noted that F; must be computed at the boundary z;
between the j and j + 1 compartments. Therefore, some approxima-
tions have to be made as the distribution n; is a mean value for the j
compartment.

As small drops can descend along the column dragged by the
continuous phase, we must consider drop effluxes at z, and z;.
Moreover, every compartment boundary may have upward and
downward drop fluxes. Therefore, we split the advective fluxes
accordingly, and Eq. (19) becomes:

F(t,Zj, d) = Fj(t, d)
=F/(t,d) + F; (t,d)

on(t,z, d)}

— gd_gf (t, Zj,Tq (t,Zj)) |: 5z (25)

J

We use a fully upwind approximation for the advective fluxes, that
is,

F;(t,d)= min(vy;,0)m,(t.d), j=0,...J—1, F(t.d)=0 26
Fi(t,d) = max(vy;,0)m(t,d), j=1,....], Fy(t,d)=0
where n(t,z,d) =n(t,d), vej(t,d) = v4(t,z,d, r4(t, z)) with

r4(t,z;) =rj(t). Eq. (26) implies that there is no drop inlet at the col-
umn boundaries at z, and z;.

Substituting Eqgs. (26) into Eq. (25) and applying the boundary
conditions given by Eqs. (11) and (12) under the assumption of
no dispersive flux at the boundaries, we have:

Fo(t,d) = Fy (t,d) = min(vap, 0)m (t,d) (27)

Fy(t,d) = Ff(l“7 d) = max(vqy, 0)ny(t,d) (28)

Eqgs. (27) and (28) are equivalent to the assumption of escape fre-
quencies equal to —v,40/ho and vy, /h; for, respectively, the descend-
ing drops at the lowest compartment and the ascending drops at
the highest compartment.

For the inter-compartment fluxes inside the column, we
approximate the dispersive term by central differences:

{an(t, z, d)} _ M (€, d) — n;(t, d)

0z hj1+h ’
2

(29)

j
The weighted harmonic mean is used to obtain the dispersion coef-
ficient at the compartment boundaries:

Daerin2(t) = Do (t,2)

1 h h; !
:{ (( . )] 7 (30)
hj + hjs \Zaerj(t) ~ Daerj(t)

where %.;(t) is the volumetric mean dispersion coefficient in

compartment j. The harmonic mean used in Eq. (30) reduces to

the correct limiting dispersive fluxes when %ge; —0 or

Daefi — oo for i=j,j+1 for transport processes in series. Using
these approximations, we have

Fj(t,d) = F{ (t,d) + F; (t,d) = Daerji12(t)

2
x ———— [niq(t,d) —ni(t,d)].
hj+1 +h]_ [ J+1( ) J( ’ )]

Thus, the multi-compartment model consists of the following ODE
system for n;:

31)

on; 1 .
ﬂ+*(F]*F]_1)=Hj+S, J:],,J

at Ry (32)
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The breakage and coalescence source terms in compartment j can
be written as:

Hj:HaJ'+HbJ (33)
Some definitions and approximations must be made to write these
terms as functions of n;. Lets assume that n(t,z,d) = n;(t,d)for
z € [z.1,Z]. Then, these distributions can be taken out of the z inte-
gral, and mean breakage and aggregation functions can be defined

for each compartment. Assuming that v(u) and B(d|u)do not depend
on z, the breakage source term is given by:

dmax
Hyj = /a v(u)B(d|u)g; (u, rq;)m;(t, u)dudz
7gj (d, de)nj(t, d) (34)
The coalescence source term is given by:

d
Hoj = %fd

a),-(u s, raj)n(t, w)ni(t,s) 7du

(35)
- n,(t d) fom= o (u, d, raj)my(t, u)du
where
8i(d.ra(t % / g(d,rq(t,2))dz (36)
j(u, d,rq;(t / w(u,d,ry(t,2))dz (37)

2.4. Model for the well-mixed vessel

The behavior of the dispersed phase in a continuous well-mixed
vessel is a particular case of Eq. (32), where J=j,=1,

hy = h,ty; = t; and, using Eq. (28), we have:
Fy _ ”d] Qd in l
hh m(t,d) = Em(td) = -m(t.d) (38)

where in the last two expressions the drop escape frequency was
assumed to be independent from its diameter and equal to the
inverse of the mean residence time of the dispersed phase, tj.
Therefore, for the well-mixed vessel, the population balance equa-
tion can be written as (Ramkrishna, 2000):

an(t7 d) _ l nin(tv d) _

ot th| D n(t,d)| + Hq(t,d) + Hp(t,d) (39)

where the subscript 1 was dropped.
For a batch well-mixed vessel Eq. (39) takes the simple form:
on(t,d) _
ot

Hq(t,d) + Hy(t,d) (40)

3. Generalized moment equations

Consider the generalized moment operator:
dmax
(i () = /d - Odu(d)d(d), (41)

where ¢, (d) is the Legendre polynomial of k degree defined into the
shifted interval [dpin, dmax], Which have the following orthogonality
property:

Amax

(dn: &) = di(d)¢;(d)d(d) = Oki( Pk, ) = Snllprl® (42)

Jdmin
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3.1. Moment equations for the multi-compartment model
The Legendre generalized moments of n;(t,d) can be computed

from its definition, Eq. (20), and from Eq. (41) and they can be writ-
ten as:

W = () = [ bme 43)
Zj,
Applying the moment operator, Eq. (41), to Eq. (32), we get:
oy 1 1y .
ajf +]«Tj (<¢’<7Fj> - <(/)k7FJ'*1>) = ij +K l;;k jjgr J=T1,-0]

(44)
where (¢, F;) are calculated using F; from Egs. (27), (28) and (31):

(¢, Fo) = (¢, min(vg0,0)n1)
(i Fy) = (dr,max(vaj, 0)ny) + (b, min (v, 0)11y.)

zr J+1/2 ¢ : 45
e el [P T R S BN B )
(dx, Fy) = (P, max(vqy,0)n;)
and
dmax
K0 = [ mae.dgul@rd(@) (46)

The moments of the breakage and coalescence terms in the j com-
partment are written as:

HY = (b Hy) = (b Hog) + (e Hoy) 7

Using the hypotheses described in Section 2.3, we can write the
moments of the coalescence and breakage terms as:

(DHos) =3 o fioe [e([2+00)"%) =) - @]y
w;(u, s)n;(t, u)n;(t, s)dsdu

) = de(w)] du (49)

3.2. Moment equations for the well-mixed vessel

This is a particular case of the model presented in the previous
section. Thus, considering the same hypotheses described in Sec-
tion 2.4, we can write the moments of the corresponding PBE by:

oy 1
%—ﬂ% “} (e Ha) + (i Hy) 51
where

d]'ﬂﬂX
W0 = [ neds@d 52)

min

and (¢, H,) and (¢,H,) are those obtained from Eqs. 48,49 by
dropping the j subscript.

4. The usage of a dimensionless internal variable

The internal variable d can be used to defined the dimensionless
diameter x in the [0, 1] interval:.
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_ d— dmin _ d(d)
X(d) B dmux - dmin - dx B dmax - dmin (53)
d(X) :dmin + X(dmax - dmin) (54)

Considering the n;(t,d) distribution in the multi-compartment
model, the transformed distribution 7;(t, x) is given by:

ni(t,d)d(d) = n(t,x)dx = 7;(t,x) = nj(t,d)(dmax — dmin) ~ (55)

Defining ¢, (x) = ¢ (d(x)), the following relation between the
moment operators can be established:

(@ () = Jo Vp(x)dx = dmidmm () () (d)
= (i ()

dmax*dmm

(56)

where ((-), (-)) indicates the inner product between two functions

relatively to their internal variable, d or x. It should be pointed

out that ¢, (x) is just an expression for ¢,(d(x)) and, therefore, both

have the same dimensions, even though x is dimensionless.
Therefore, Egs. (55) and (56) shows that:

(P Ty) = (dies1y) (57)
Similarly

Min(t,X) = (dmax — Amin)Nin(E,d) = (@, Tlin) = (P, Min) (58)
If we define:

Fi(t,X) = (dmax — dmin)Fi(t, d), (59)
ﬁaj(t7 X) = (dmax - dmin)Ha,i(tv d) (60)
Hpj(t,X) = (dmax — dmin)H;(t, d) (61)
then

<(Pk7 ﬁj> = (¢x. Fj) (62)
(P Haj) = (91 Ha) (63)
(i Hug) = (61 Hoy) (64)

4.1. Moment equations of the multi-compartment model

Considering Eqgs. (57), (58), (62), (63) and (64), the moment
equations of the multi-compartment model, given by Eq. (44),
can be written as:

WL (o) - (oFi)

- 1 lu(‘[’,)
_ ) - m\Kk . ;o
_<(pk,H]>+thjd i =1, (65)
where
<(pk7 ﬁ0> = <(pk7 l’l’lil‘l(?/d‘(), O)ﬁ] >7
<(pk7 F]> S <(pk7 I'l’lélX(Z/dJ7 O)fl]> + <(/)k, min(vdj, 0)ﬁj+1> (66)
2gjd. J q .
- hjﬂef‘);;l]/lz [ﬂ;ﬁ_k - ﬂ;‘?]? j=1....]-1,
<gok,l-',> = (@), max(vgy, 0)y),
and

<‘kaﬁaJ> 2 fo fo [(q = @r(¥) = @ (x)]

w;(x y)n;(t X)1;(t, y)dydx

(67)
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where q(x,y) is the value of the dimensionless diameter of the
daughter drop formed by the coalescence of drops with dimension-
less diameters x(d) and y(u) and w;(x(d),y(u)) = w;(d, u). The break-
age term becomes:

(0 Fos) = [ 500700 [F0I 0 — o,00] s 68)
where g;(x(d)) = g;(d) and

Jiy #e( ¢k
= Jopuly

P (u(x) (y))B(d(y)[u(x))d(d)

(69)
B(y[x)dy = 1" (x).

4.2. Moment equations for the continuous well-mixed vessel

As before, this is a special case of the multicompartment model
with just one compartment. Therefore, the moment equations in
the dimensionless internal variable come from Eq. (65) with
J =1. Using the same approximations described in Section 2.4,
we have:

(®)
o _1 i >
ot "ty | O k

+ (@ Ho) + (@0 Hy ) (70)

and <wk,ﬁa> and <wk,Flb> are those obtained from Egs. (67)—-(69)
by dropping the j subscript.

5. Application of the DuQMoGeM to the models

The DuQMoGeM employs two quadrature rules (Lage, 2011).
The first one is the Ng-point Gauss-Christoffel quadrature based
on the 2N, moments of the particle number distribution function.
It is used to discretize the distribution. The second quadrature rule
is a M-point Gaussian quadrature based on an orthogonal polyno-
mial family that is used to calculate the integrals related to the
internal variable with controlled accuracy. It is strongly recom-
mended that M > 2N, to guarantee the correct integration of the
expansion coefficients of Eq. (74) when it is substituted into Eq.
(75).

For continuous distributions, the 2N, generalized moments of
the distribution are directly related to a (2N, — 1)-order series
expansion using the orthogonal polynomial family employed to
generate the second quadrature. Here, all models were solved
using the dimensionless internal variable x, and, therefore, we
employed the Legendre polynomials shifted to the [0, 1] interval,

Pi(X).
5.1. The Gauss-Legendre quadrature

The Gauss-Legendre quadrature in the [0, 1] interval approxi-
mates the following integral of a generic function G:

[ o= S Wi (71)
0 i=1

where w; are the weights and ¢&; are the abscissas of the quadrature
rule. As it gives the correct value of the integral when G is a polyno-
mial whose order is equal to or less than 2M — 1, the result for
G(x) =1 gives that:

M
Swi=1 (72)
i=1
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If an integral in the incomplete interval [0, x] is necessary, one just
has to define Y = y/x:

X o1 M M
/0 G(y)dy = x /0 GxY)dY =x> WiG(&x) =Y wyiG(&)  (73)
. B i=1 i=1
where wy; = xw; and &,; = x¢;.

5.2. DuQMoGeM solution for the multi-compartment extraction
column

For this case, the mean distribution function at each compart-
ment, 7;(t,x), is approximated by the polynomial series of
2Ng — 1 order:

2Ng-1

mi(tx) = > Galt)i(x) (74)

i=0

where

(o) 1 1. w? (o)
Gilt) = - L / iy (£, %)y (x)dx = L
! (@u @) loil* Jo lill?
i=0,1,...,2N; -1 (75)

Although Eq. (74) provides an approximate representation of the
drop number distribution, it must be emphasized that the DuQMo-
GeM is a moment method, and its solution consists of the general-
ized moments, 7.

Substitution (74) and (75) in (65) gives:

P = .um
H(pkHZ )dekt = hj (<(pk7 J- 1> - <(pk7Fj>) + th]fd l)mk (SJJ'd
2Ng—12Ng—1 2Ng—1
+ Z Z’Q{jkllcjlcjl+ ZS’]MCJH ]—1 _]
i=0 =0
(76)
where, from Eq. (66):
<(pk7f0>: { ¢y, min(vg0,0)t;)
<q)k,1?j> = (¢, max(vq;,0)7;) + (@, min(vgqj, 0)ftj,1) -
— S P [k — Ga =1, 1
<<0k7 ﬁ]> = <(pk,1‘1'lil'l(7/d‘])ﬁ]>
The advective terms in Eq. (77) can be approximated by:
2Ng-1
{ @y, max(vq;,0 2 Gt i (78)
2Nq
<§Dk>min(vd17 nj+1 Z Cip1,;V” ki (79)
where
Vi = (Pr-max(vg;,0)¢;) = fo @ (%) ;(x) max[vy(t, d(x)), 0]dx,
(80)
Vi = (@rmin(ve;,0)¢;) = fo Py (X)¢p;(x) min[vg;(t, d(x)), 0] dx.
(81)

Using Egs. (67) and (68), the breakage and coalescence terms can be
written as:

L = <gj [‘71:[:2@) - QDk] ) (Pi>

1
- /0 E(X),(x)

TOOTL (x) = ()] (82)
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i = (([Pi(q ( )) = @(y) — PX)]Di(x,¥), 1Y), Pi(X))
=2 fo fo (g = 0r(Y) — PR (X)) (%, y) @; (%) @, (y)dydx
(83)
Applying the Gauss-Legendre quadrature given by Eq. (71) to the
above integrals, we have:
M
“//]kl Z Wr(Pk(ér)qu(ér) vdj(tvd(ér))7 (84)
r=1
va(t,d(&)) = 0
M
Vi = > Wr @ (&) @i(&r) va(t,d(&r)), (85)
r=1
de(t7d(§vr)) <0
M ~
L= Y wigi(&) (&) [PE (&) — @(&)]. (86)

r=1

M

1 M
of i = EZZWYWP P [a(5, &)

=1 p=1

i(ED) P (&)-
(87)

- (&) — (&)@ (& &)

For the moments of the daughter distribution function, defined in
eq. (69), the quadrature rule in the incomplete interval given by
Eq. (73) gives:

H;< =¢ ZWmQDk &ém)B (ngm|Cr) (88)

5.3. DuQMoGeM solution for the well-mixed vessel

This solution can be obtained by applying the multi-
compartment model with J = j,; = 1. Using Eq. (76) and the same
simplifications described in Section 2.4, we have:

ac, 1 2Ng—12Ng-1 2Ng—1
el 20 ﬁf ’”"Wuwkn ZCED DRI
i=0 =0
(89)
where
i 2Ng-1 ©) ¢
AEx) = 3 o), ol :lﬂ}o l(lz) (90)
i=0 i

where %; and .o7y; are calculated as given by Eqs. (86) and (87)
after dropping the j subscript.

6. Numerical procedure

The DuQMoGeM equations for the J-compartment model form a
system of (2N,J) ordinary differential equations that were coded in
a FORTRAN program that used the DASSL package (Petzold, 1982)
for time integration with controlled local accuracy. This integration
was carried out in double precision with the ¢;; coefficients as the
dependent variables. These are then used to compute the generalized
moments and the series approximation of the drop number distribu-
tions in all compartments. In all cases, the DASSL routine employed
values for the absolute and relative tolerances equal to 107",

The ORTHPOL package (Gautschi, 1994) routines were used to
compute the polynomial recursion coefficients and quadrature
rules. The routine drecur with ipoly =2 gives the first M pairs of
recursion coefficients for the three-term recurrence relation for
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the Legendre polynomials shifted to the [0, 1] interval that are fed
to the dgauss routine to compute the Gauss-Legendre quadrature
rule for this interval, that is, its abscissas, ¢, and weights,
Wi,i: 1,.M

If a discretization of the distribution is desired, the 2N, first
Legendre-generalized moments of the distribution, u?,i=0,

1,...,2N; — 1 can be fed to the dcheb routine to provide the first
N, pairs of recursion coefficients for the three-term recurrence
relation for the polynomials that are orthogonal in respect to the
measure given by the distribution. Then, these recursion coeffi-
cients can be used as input to the dgauss routine to compute the
Ng-point Gauss-Christoffel quadrature rule.

7. Results

In order to present the results clearly, we divided this section
into four subsections, each one devoted to presenting results for
one of the following systems: batch extraction vessel, continuous
flow extraction vessel, extraction columns, all of them solved for
problems with known analytical solutions, and an extraction col-
umn with available experimental data.

The batch extraction vessel section shows DuQMoGeM results for
problems with pure breakage, pure coalescence, and simultaneous
breakage and coalescence. The continuous flow extraction vessel
section presents DuQMoGeM results for pure breakage and pure
coalescence problems. The convergence of the lowest order
moments regarding the number of points in the first quadrature,
Ng, was studied for these well-mixed vessel solutions. Analytical
solutions exist for extraction column problems with no drop disper-
sion and constant drop ascension velocity assumptions. The extrac-
tion column section presents DuQMoGeM solutions for three such
cases: pure breakage, pure coalescence, and simultaneous breakage
and coalescence. The convergence of results regarding the number
of compartments was analyzed. In the final section, we compared
the DuQMoGeM prediction of the hold up of the dispersed phase
with available experimental data for a Kithni column operated with
the toluene-water system. We modeled the Kiihni column, including
drop advective and dispersive transport, breakage, and coalescence.

In fact, the verification problems were solved analytically in the
semi-finite range, [0,00), while the DuQMoGeM solutions were
solved for the range [dmin, dma]. However, we guaranteed that the
supports of the number density distributions given by the analyt-
ical solutions were always within the [dpn, dme] range for the ana-
lyzed time interval. We also assumed spherical droplets.

7.1. Batch extraction vessel

For the batch extraction vessel, we applied the DuQMoGeM
solution to Eq. 40, for which three cases with available analytical
solutions were considered: a pure breakage, a pure coalescence,
and a simultaneous breakage and coalescence problems. In fact,
the last two cases were solved previously by Lage (2011) using
the DuQMoGeM, but employing the particle volume in the semi-
infinite domain as the internal variable. In this section, all variables
are considered dimensionless.

7.1.1. Pure coalescence in finite domain, d € [0, 6.0]

When the drops undergo coalescence with a constant kernel
(w =1 for this case) and with an exponential initial distribution
given by

n(0,d) = v'(d) exp [-v(d)], (91)

the analytical solution was reported by Gelbard and Seinfeld (1978)
as:
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_ 4'(d) 2v(d)
n(t,d) = o 2)2 exp (— P 2), (92)

where v(d) = c,d* and v'(d) = dv/d(d) = 3c,d>.

Under these conditions, we investigated the effect of the num-
ber of the Gauss-Christoffel quadrature points on the absolute
errors of the first four moments. Fig. 2 shows that the absolute
error decreases by increasing the number of the Gauss-Christoffel
quadrature Ny, being the best results generated for Ny = 6. This fig-
ure shows that the DuQMoGeM accuracy for the zeroth-order
moment is better than for the first and second-order moments.
The third-order moment has an error close to the machine’s accu-
racy because it is unchanged throughout the evolution of the dis-
tribution as the breakage phenomenon conserves the total
volume (mass) of the particles.

Fig. 3 presents the analytical solution and the numerical distri-
bution function computed with N; = 6 and M = 12 for this case for
three instants, showing perfect agreement between the analytical
distributions and their DuQMoGeM approximations.

7.1.2. Pure breakage in finite domain, d € [0, 2]

In this case, a normal Gaussian distribution with mean m = 0.9
and standard deviation « = 0.8 was used as the initial condition as
given by:

n(0,d) =

v'(d) (u(d) — m)°
N exp {— A} (93)

where A =202 For a daughter drop distribution given by

B(d|u) = 6d* /uland a breakage frequency linear in drop volume,
g(d) = v(d), Hasseine et al. (2020) provided the exact solution that
can be writen as:

2 + Ay + VAVTP (2t + mt? — t2v(d))

n(t,d) = v'(d) o

x exp [—tv(d)] (94)
where
% = exp [ W} and ¢ =1+erf [m—Tz/)l(d)} (95)

Fig. 4(a) shows a comparison between the analytical moments
of n(t,d) with those obtained from DuQMoGeM solution for
N, =4 and M = 8, which show excellent agreement. The results
show that the total volume of the droplets, p;, remains constant.
The moments of the order lower than three increase, whereas p,
and pu, decrease. Fig. 4(b) shows the good agreement between
the exact and the numerical distributions obtained from DuQMo-
GeM at different times using Ny = 6 and M = 12.

7.1.3. Simultaneous breakage and coalescence in finite domain,
de0,2.8]

We considered here the combined coalescence and breakage
problem with o(v,u) =1,g(d) = g,v(d), g, = 2, and
B(d/u) = 6d*/u3. For the initial condition described by Eq. (91),
McCoy and Madras (2003) gave the following analytical solution:

n(t,d) = v'(d)[®(t)) exp [-D(t)v(d)] (96)
where

1+ ®(occ) tanh(®(c0)t/2)
®(c0) + tanh(®(c0)t/2)

O(t) = D(o0) D(o0) = /289 97)
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Fig. 2. Pure coalescence problem in a batch extraction vessel: absolute errors for the first four regular moments for the DuQMoGeM solutions with N, = 2,4 and 6 using the

same number of Gauss-Legendre quadrature points, M = 12.
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Fig. 3. Pure coalescence problem in a batch extraction vessel: comparison of the
analytical and numerical distributions.

Fig. 5 shows the series approximation of the number density
distribution for the numerical solution with N, =6 and M =12
at different values of t, showing a good agreement with the analyt-
ical solution.

10

7.2. Continuous flow extraction vessel

The performance of the DuQMoGeM to solve the PBE in the con-
tinuous flow well-mixed extraction vessel is tested for two different
cases: one with droplet coalescence and other with droplet breakage.
In this section, all variables are considered dimensionless.

7.2.1. Pure breakage in finite domain, d € [0, 1.9]
This case is similar to first case of pure breakage but in a contin-

uous flow extraction vessel with t, = 10%. The inlet drop number dis-
tribution, ny,(t,d), is the normal Gaussian distribution with mean
m = 0.9 and standard deviation o = 0.8 given by Eq. (93). Initially,
there is no drop in the reactor, and, thus, n(0,d) = 0. This problem

comes from Hasseine et al. (2020) and its analytical solution is:

_ ' (d) 2

— e s {201+ Bt d)o(d)

+A[~2+2(t,d) - 2t(d) - C(d)] 1
VAT [rZ[u(d)f + m(—z +26(t,d) — 2tv(d) — 2[v(d)]?
+a? [(72 +2B(t,d) — At) y + VAYTE(=2 — mt + to(d))®
=2a[-2(—1+ p(t,d))v(d)y + At(1 + tv(d)
—mﬁ{—l + B(t,d) — to(d) + (v(d))? — mt[1 + to(d)] L @

n(t,d)

(98)

where a = t;! and f(t,d) = exp {t[a + v(d)]}.
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Fig. 4. Pure breakage problem in a batch extraction vessel: comparison of the
analytical and numerical results.
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Fig. 5. Simultaneous breakage and coalescence problem in batch extraction vessel:

comparison of the analytical and numerical distributions.
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Fig. 6(a) shows the regular moments obtained from DuQMo-
GeM solution with Ny =6 and M = 12 together with those com-
puted from the exact solution. The results demonstrate that all
moments increase with time. The numerical and analytical results
for all moments are in good agreement. Fig. 6(b) shows the exact
and the numerical distribution obtained from DuQMoGeM at dif-
ferent values of t. The agreement between the numerical and ana-

lytical distributions is excellent.

7.2.2. Pure coalescence in finite domain, d € [0,4.6]

The population balance equation in a continuous flow well-
mixed extraction vessel was solved dynamically using the DuQMo-
GeM for a pure coalescence problem with a constant aggregation
kernel (@ = 1). The initial condition is zero, n(0,d) = 0, while the
drop number distribution at the inlet, n;,(t, d), has the same distri-
bution given by Eq. (91). Hounslow (1990) solved this problem at
the steady state and found the following exact solution:

~v(d) (L)) [, (~ta(d) —tyu(d)
nieed) = A=om P |~ 11 2r, | P\ T 2n ) T (T 20
(99)
101 T T T T T T T
Analytical
All k
100 | DuMoGeM |
-
® - - lu1
~
~—~ 10"k - E
~< Ha
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v g
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T g h—jof Nq:4,M:8
10_3 E 1 1 1 1 1 1 13
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t
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(b)

Fig. 6. Pure breakage problem in a continuous flow extraction vessel: comparison
of the analytical and numerical results.
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where Iy and I, are the modified Bessel functions of the first kind
and zeroth and first orders, respectively.

The simulation was implemented with Ny =3 and M =6 and
t, = 10. In order to verify the DuQMoGeM results, for different val-
ues of t, the distributions obtained by the DuQMoGeM are pre-
sented with the exact solution described by the above equation
in Fig. 7(a). The numerical distributions for t > 30 conform with
its steady-state analytical solution. The dynamically predicted
and the analytical steady-state moments are presented in Fig. 7
(b). As expected for a first-order system, the process reaches the
steady state for t/t, ~ 4.

7.3. Hydrodynamics simulation of extraction columns

The DuQMoGeM solution of the multi-compartment model was
obtained for three test cases: pure breakage, pure coalescence and
breakage with coalescence. We assumed pure drop advection with
a constant velocity because the analytical solutions are known for
these three cases under this assumption, being provided by
Attarakih et al. (2004) and Hasseine et al. (2018). In this section,
all variables are considered dimensionless.

All simulations assumed no drops initially present in the column,
Q4/A=1,v4 =1, and inlet drop number distribution given by:
M} (100)

in Vin

Noni(t, d) = U’(d)% exp {7

where the drop number density, Ny, and the mean volume, v;,, were
chosen to be 0.05 and 1, respectively. For each case, the employed
breakage and coalescence functions are reported in Table 1. Solu-
tions are presented along the dimensionless vertical coordinate,
{ =2z/h and the injection point of the disperse phase is located at
¢ = 0.1. For all cases, the simulation results were obtained assuming
an uniform compartment height.

7.3.1. Case 1: pure breakage, d € [0,2.5]
The analytical solution is described as follows:

n(t,z,d) = u’(d)%
AZ

v<d>](1+gom)2x[rf7d] (101)

x exp |—(1+gyAz) o
mn

where Az =z — z4 and # is the Heaviside step function.

7.3.2. Case 2: pure coalescence, d € [0, 3.8]
The exact solution for this case is written as:

N, 4
n(t,z,d) = v (d)D_,-: T Neoaz?
2 v(d) Az
<o |- o [ o 1o

7.3.3. Case 3: breakage and coalescence, d € [0,2.7]

Using the technique reported by Hasseine et al. (2018), we can
derive the analytical solution from that developed by McCoy and
Madras (2003) for the batch problem, leading to:

N

nit.z.d) =vid 0@ e -0 "3 (103
where

B 1 + ®(c0) tanh(®(c0)wAZN /2) 2800 "
0(z) = P(co ®(o0) + tanh(®(co)wAzNy/2) (o) = {wSNJ

(104)

For this solution, Ny and v;, are constants for all t and z.
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Fig. 7. Pure coalescence problem in a continuous flow extraction vessel: compar-
ison of the analytical and numerical results.

Table 1
Breakage and coalescence functions.

Case B(d/u) g(d) = gou(d) w(d,u) = wg
1 6d* /u3 go=1072 wo=0
2 0 g =0 wo = 0.5
3 6d? /u3 g0 =1.92x1072, wy =03

7.3.4. Convergence regarding the number of compartments

For N, =3 and M = 6, the effect of the number of compart-
ments in the DuQMoGeM solution for Case 1 was studied for
J=50,100 and 200 compartments. The results for the first four
regular moments are presented in Fig. 8, which shows that the
DuQMoGeM accuracy improves by increasing the number of com-
partments. However, | = 200 is still not enough to accurately cap-
ture the sharp moving front of the solution due to the numerical
diffusion of the upwind scheme used for the advective part of F;.

7.3.5. Prediction of the steady-state solution
Using Ng = 4,M = 8 and J = 100, the DuQMoGeM steady-state
results for the moments of order k = 1,2,3 and 4 are compared
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with the analytical solution for the pure breakage, pure coalesence,
and simultaneous breakage and coalescence in Fig. 9. The accuracy
of the moments predicted by DuQMoGeM is very good. The third
moment, u,, is constant after the injection point ({ =0.1) in all
cases due to the absence of mass transfer.

The numerical and analytical distributions are shown in Fig. 10
at steady state at several { points. The DuQMoGeM results were
obtained with N; = 6,M = 12 and ] = 100. The agreement between
the simulated and analytical distributions is quite good, showing
the ability of the DuQMoGeM to predict the drop number distribu-
tions in an extraction column.

Table 2 shows the mean CPU times and their standard devia-
tions computed for 20 runs of case 3 simulation using each one
of five sets of values for Ng, M, and J, which were defined as varia-
tions of the base case (N = 3,M = 6 and ] = 100). When J doubled,
the computational cost increased about 2.4 times. A 10-fold
increase in M, added 38% in the CPU time. The simulation with
N, = 3 is about 67% more costly than that with Ny = 2. Therefore,
the cost increase with M is mild, but it is superlinear with J or Ny
for this simple problem.

7.4. Experimental validation of an extraction column

As a final test, we compared the DuQMoGeM results with the
experimental data of Hasseine et al. (2005) for the hydrodynamic
behavior of a laboratory-scale Kiithni column without mass trans-
fer. It was operated in countercurrent mode with water as the con-
tinuous phase and toluene forming the drops of the dispersed

X Axis Title

t=140
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phase. Many researchers widely used this chemical system that
is recommended by the EFCE (European Federation of Chemical
Engineering) as a test system for liquid extraction studies. This col-
umn has 44 compartments. The dispersed-phase was fed at com-
partment five (j;=5 and z;/h =0.091), and the continuous
phase inlet is at the bottom of compartment 43 (z. = 294 cm).
The active height of the column, where there is mechanical agita-
tion, consists of compartments 5 to 41. Table 3 shows the operating
conditions and column dimensions, while Table 4 presents the
physical properties of both phases. We reported the details of the
Kithni column modeling in Appendix A.

The numerical simulation of the Kiihni column was carried out
with J = 44, corresponding to the actual number of stages. We ver-
ified the convergence of the results by comparing those obtained
using Ny =3 and 4 and M = 16 and 32. After some preliminary
simulations, we chose [0.01,0.4]cm as the diameter range. Sensi-
tivity of the results to these choices of d;;; and dp,., was performed,
and the results were essentially the same. Minor differences in the
drop Sauter mean diameter results occurred only below the
disperse-phase inlet, where the holdup is essentially zero. The sim-
ulation reaches the steady-state profiles for the hold up after about
1000 s, but the breakage and coalescence dynamics were much fas-
ter. Thus, the results at t = 1200 can represent the steady-state.
Fig. 11 shows the simulated holdup profile and drop Sauter mean
diameter together with the available experimental data
(Hasseine et al., 2005). Considering that the Sauter mean diameter
data are scattered, the agreement between experimental and sim-
ulated data is fairly good. The simulation from t =0 to 1200s

X Axis Title

t=140

(b)

X Axis Title

0.10

0.08

0.06

H3

0.04

0.02

(d)

Fig. 8. DuQMoGeM convergence regarding the number of compartments for the pure breakage problem.
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Fig. 9. Comparison of the analytical and numerical moments for steady-state solutions in an extraction column.

whose results are shown in Fig. 11 took about 930 s on an Intel(R)
Core(TM) i7-2600 K@3.40 GHz (GNU FORTRAN compiler, version
9.3.0).

8. Conclusion

Population balance models, including breakage and coales-
cence, were solved using DuQMoGeM for describing the dispersed
phase behavior in liquid-liquid dispersed systems.

We analyzed DuQMoGeM solutions for batch and continuous
flow well-mixed vessels and liquid-liquid extraction columns.
We considered problems including breakage and coalescence for
which analytical solutions exist. The moments of the droplet size
distribution predicted by the DuQMoGeM were in excellent agree-
ment with the analytical solutions. Besides, the DuQMoGeM
approximation for the drop number distribution was also shown
to be in good agreement with the analytical solutions.

We modeled and simulated a Kuhni column for which some
experimental data exists. The DuQMoGeM results for the disperse
phase holdup agreed well with the experimental data at the
steady-state, and the simulated drop Sauter mean diameter com-
pared favorably with the scattered experimental data.

Therefore, we showed that the DuQMoGeM is a very efficient
technique for solving droplet population balance models, being
quite promising for modeling and simulating liquid-liquid extrac-
tion columns.
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Appendix A. Kiihni column modeling
A.1. Drop velocity correlations

The drop terminal velocity, v, was calculated according to the
value of Morton number using the correlations given by Godfrey
and Slater (1994), Klee and Treybal (1956), Grace et al. (1976),
and Vignes (1965).

The slowing factor values for the Kiithni column are provided by
(Fang et al., 1995):
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Fig. 10. Comparison of the analytical and numerical distributions in an extraction
column.
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Table 2
CPU times for simulating Case 3.*

Conditions CPU time (s) Standard deviation (s)
Ng=3,M=6,] =50 0.85 0.02
Ng=3,M=6,]=100 2.15 0.20
Ng=3,M =6,] =200 5.06 0.11
Ng =3,M =60,] =100 2.97 0.10
Ng=2,M=6,] =100 1.28 0.03

*CodeBlocks 20.03 (Windows 10) on a Intel(R) Core(TM) i3-2348@2.30 GHz.

Table 3

Kiithni column parameters.
Turbine diameter Dr =0.085m
Compartment height h; =0.07 m,vj
Total height h=3.08m
Active part 252m
Throughput continuous phase Q.=125L/h
Throughput through the distributor Qg =130L/h
Column diameter D=0.15m

Energy dissipation €=0.0788 W/kg

-5
7.1810 °Rez /0 ) A1)

k,=1-(1-0)| ————="—
’ ( )<1+7.18105R6R/0

where 0 is the relative free cross-sectional stator area and Rey is
defined by:

_ pcDiNR

c

Rex (A2)
The exponent in the swarm effect term was calculated from Bailes
et al. (1986) correlation:

_ pdvik,

K=445Re,"" —1, Re,
e

(A3)

A.2. Initial and feed conditions

There are no drops in the column at ¢t = 0, and the inlet drop
distribution ny, is the experimental piecewise constant distribution
employed by Hasseine et al. (2005), whose mean Sauter diameter
is 0.294 cm.

A.3. Dispersion coefficient correlations

We employed the dispersion coefficient correlations given by
Steiner et al. (1988). For the continuous phase, the correlation is
applied to each compartment:

(A4)

Dj(t) = Vb [0.188 +0.02670°° M}

Uej
where 7.; = Q./[A(1 —r4;(t))] is the interstitial continuous-phase
velocity and h; is the actual height of the compartment j in the

Kiihni column. For the disperse phase, Steiner et al. (1988) also pro-
vided a correlation, but they recommended its usage with caution:

05
Dacor = ~3.78 x 107* +0.068 [ A%J (A5)

Since %4, — %. from above as the mixing intensity increases
(Gourdon et al., 1994), and following Seikova et al. (1992), we used:

D4j(t) = Max(Zg.cor, Zcj(t)) (A.6)
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Table 4
Chemical system properties.
1 (mPa) 14 (mPa) pe (kg/m?) pq (kg/m?) o (mNm’])
0.92 0.6 997.2 862.2 33.7

0.20
0.15
X t=1200s
0.10 experimental —8—
0.05 - -
DuQMoGeM (N, = 4, M= 32)
0.00 E . . . . E
0.0 0.2 0.4 0.6 0.8 1.0
e
(a)

0.20
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3
L
‘o% 0.10
DuQMoGeM (Nq =4, M=32)
0.05
t=1200s
experimental —=—
0.00 b . . . . E
0.0 0.2 0.4 0.6 0.8 1.0
(b)

Fig. 11. Simulated and experimental data for the Kiithni column at steady-state: (a) dispersed phase holdup and (b) Sauter mean diameter.

It should be noted that &.; and &, are assumed null for the non-
active sections of the Kiihni column.

A.4. Drop breakage

Different breakup mechanisms exist and strongly depend on the
column geometry. The drop breakage probability is supposed to be
homogeneous in each compartment (Hasseine et al., 2005), the
breakage frequency and the breakage probability were modeled
by Cauwenberg et al. (1997, 2002) and recommended by Modes
(2000):

P(d)

TP~ 0.2148We""% (A.7)
where

08402416 (z18 _ z18
Wem :pc Ne R (‘(D’ wcnt) (AS)

o

where Dy is the rotor diameter. The breakage frequency depends on
the residence time:

_ P(d)va(z,d)
Sl

-0.5
D3 d -0.72
Derit = 210,65 (T) (DT)

The daughter droplet size distribution is described by a  distri-
bution, based on the mother drop diameter do (Bahmanyar and
Slater, 1991):

d3 V-2
B(do,d) =3(v—1) (1 d3>
0

g(z,d) (A.9)

(A.10)

d2
= (A11)
dy

where the mean number of daughter drops is calculated by:

d 1.309
v:2+0.838{< 0 > —1}
dcrit

The critical diameter at which drops start to break is given by:

(A12)
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derie = 0.65Dx Wey "™ (A13)
where:

3 N2
Wey = % (A14)

A.5. Drop coalescence

For this process, the system properties at interfaces, the inten-
sity of the collision and the contacting time between the colliding
drops are key parameters. It is usual to define the coalescence rate
as:

(,U(d],dzﬂ‘d) = i(d17d2,rd)f(d17d2,rd) (A]S)

where /1 is the collision efficiency, and f is the collision frequency.
From the literature (Coulaloglou and Tavlarides, 1977), the expres-
sions for 4 and f can be modeled by:

4
Canlepee( 1%
Mdy,da,1q) = exp 7M (A.16)
(1+r14)°02
and
Cive(dy +dy)*\/dP + &P
fdi,da,ra) = i (A17)
+T1q
where € is the specific energy input, C;=0.01 and

C; =10°m=2 =10*cm2.
A.6. Mechanical power dissipation per unit mass

The power dissipation per unit mass is a parameter that affects
the drop behavior in agitated systems (Kumar and Hartland, 1995).
The effect of the rotor can be

4 4

€= — A18
pAh; TEDzthc ( )

The power input per compartment can be calculated by:

# = N,N:Dxp (A.19)
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where N,is the power number of the column:

1094 257.37

N, =1.08 + —_—
P Red®  Rey’

(A20)
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