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ABSTRACT: A finite volume method is used to solve a
determinist mathematical model and to analyze the per-
formance of an alternative design for an emulsion polymer-
ization reactor with internal angular baffles as static mixer.
It is assumed to be a steady-state, cylindrical one-dimen-
sional model having a fully developed laminar plug flow.
The Smith-Ewart model is used to estimate the monomer
conversion, the kinetics is of Arrhenius type, and laminar fi-
nite-rate model is assumed to compute chemical source
terms. The objective of this work is to develop the finite vol-
ume method for the new emulsion polymerization tubular
reactor with internal angle baffles. The performance of the

alternative reactor is compared with continuous tubular re-
actor with constant reaction temperature. The simulations
were validated with experimental results for the isothermal
and tubular reactor, with a good concordance. The results
with baffles were better than without baffles in relation to
desired properties such as particle size and viscosity. The
problem is sufficiently well solved by finite volume method.
© 2006 Wiley Periodicals, Inc. ] Appl Polym Sci 102: 6037-6048,
2006
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INTRODUCTION

Finite volume method deals with equations from con-
servative balance in a finite control volume, taking
into account variables and parameter distributions in
agreement with Gauss’ divergence theorem, used as a
finite volume condition at the domain and subdomain
like boundary conditions. Moreover, it can be used to
estimate the variable profiles and material properties
by means of computationally algebraic solutions.'
This is a powerful solution procedure to investigate,
through simulation, the behavior and performance of
processes and equipment.

The fundamentals of emulsion polymerization are
now sufficiently well understood that new products
can be made, and old ones reformulated in new ways
that can lead to significant improvements in perform-
ance and production characteristics. The emulsion
polymerization is economically important: for exam-
ple, current production of all polymers is more than

Correspondence to: F. L. Mendoza Marin (marin@lopca.feq.
unicamp.br) or R. Maciel Filho (maciel@feq.unicamp.br).
Contract grant sponsor: The PEC-PG/CAPES.

Journal of Applied Polymer Science, Vol. 102, 6037-6048 (2006)
©2006 Wiley Periodicals, Inc.

10 tons per year, and ~30% of this polymer is made
by free-radical means; emulsion methods are used for
effecting 40-50% of these free-radical polymeriza-
tions. It is a heterogeneous reaction process in which
unsaturated monomers are dispersed in a continuous
phase with the aid of an emulsifier system and poly-
merized with free-radical initiators. It leads to a high
molecular weight polymer and high reaction rates in
many cases. It has low viscosity, which is a specific
advantage when compared with other polymeriza-
tion techniques.>> Emulsion polymerization is a com-
plex heterogeneous process involving transport of
monomer, free radicals, and other species between
aqueous and organic phases. It is compared to other
heterogeneous polymerizations, like suspension or
precipitation, but it is likely the most complicated
system; all these factors make modeling of this sys-
tem very difficult.®”

The chemical processes in the chemical industry
have growing operational difficulties caused by the
diversification and specification of products, and
investigations for alternative reactor design and anal-
ysis of their behavior under static and dynamic condi-
tions are welcome. In tubular reactor (TR) most reac-
tion happens towards the reactor entrance, and the
variable reaction temperature for exothermic reactions
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as well as the limitations to heat transfer near the wall
make the behavior very complex.>°

The emulsion polymerization reaction is exothermic
(AH = —16.7 kcal/mol), and the effect of polymeriza-
tion in fluid viscosity as well as its impact on the heat
transfer limitations call for a need to investigate alter-
native reactor design. In fact, conventional TR may
have serious limitations to heat transfer, leading to
products with undesired conditions. Bearing this in
mind, in this work an alternative TR based on the
placement of baffles inside the reactor is proposed.
The objective of this work is to model, simulate, and
analyze the emulsion polymerization reactor perform-
ance, and develop a solution procedure based on fi-
nite volume method for the new emulsion polymer-
ization TR with internal angle baffles. Also, it is com-
pared with continuous TR with constant reaction
temperature.

REACTIONAL SYSTEM
Conditions of test

To evaluate the performance of the proposed design,
the emulsion polymerization of styrene (EPS) is con-
sidered and comparison with conventional TR is car-
ried out. Figure 1 shows the proposed alternative re-
actor. To represent the system, a simplified one-
dimensional deterministic model is developed with
the following assumptions: flow along the axial direc-
tion (negligible diffusion); fully developed axial veloc-
ity of fluid flow; polymer particle phase is the main
locus of polymerization. Also the monomer conver-
sion is estimated by Smith-Ewart model, the kinetics
is of Arrhenius type, and laminar finite-rate model is
assumed to compute chemical source. The finite vol-
ume method is used to solve the one-dimensional
deterministic model.
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Figure 1 (a) Schematic representation of polymerization
TR with baffles. (b) Area of baffle. Bb is the base of baffle,
and Lb is the length of each baffle. (c) Profile of polymer-
ization TR with internal-inclined angular baffles. [Color
figure (subpart c) can be viewed in the online issue, which
is available at www.interscience.wiley.com.]
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Properties

To evaluate the performance of the proposed alterna-
tive reactor design, the EPS was considered, specifi-
cally the work of Bataile."' The homopolymerization
emulsion of styrene is carried out at 60°C with the
concentration of 0.026 mol of potassium persulfate
(KPS)/L, 0.070 mol of sodium dodecyl sulfate (SDS)/
L, 8.39 mol of styrene/L, and 161.52 mol of water/L
in the emulsion. Table I resumes the main system in-
formation, and more detail can be found in Mendoza
Marin.'?

MATHEMATICAL MODELING

To represent the proposed reactor shown in Figure 1,
with the case study of emulsion homopolymerization
of styrene, the following model equation may be
written.

Chemical reaction

The mechanism of EPS may be schematically and
briefly shown as

oy . Kd — _ Kp
Initiation: I, —2I" I" +M—Ry (1)

where I, is the initiator, I is the primary radicals from
initiator, M is the monomer concentration, and R; is
the radical or oligomeric radical with chain length 1.

Radical absorption by micelle surface (micellar
nucleation (MN)):

Diffusion in the water phase

Rpoy =™ R, MIC
)

Absorption in the micelle surface

R, + MIC “=E R MIC

Radical absorption by particles surface (homogeneous
nucleation (HN)):

Diffusion in the water phase

chw
Riw — Ry PP 3)
Absorption in the particle surface
ch:chd
R, +PP «— R,PP
. Ky
Propagation : R, + M — R, 4)

Termination: by combination (Ktc) and dispropor-
tionation (Ktd)

Ktc

Kig
R,+ R, — P,yyy or

R, +R,,—P,, + P, (5)
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TABLE I
Main System Properties of Styrene as Database for Simulation of EPS, Including
Grid, Particles, Reactor, and Baffles Data

Symbol Value (unit) [description]

Na 6.02 x 10% (molecule/mol) [Avogadro’s number: © = 3.14159]

R, 1.987 (cal/mol K) [gas constant]

Ppr Pm 1.25 — 0.0004202T (kg/L) [polymer density] and 0.949 — 0.00128 (T — 273.15)
(kg/L) [monomer density]

anrp 0.5 [average number of radicals per particle]

CMC 0.008 (mol/L) [critical micelle concentration]

CMw 0.005 (mol/L) [monomer concentration in water phase (=M,,)]

fi 0.5 [initiator efficiency]

Kem ATDWT ;N A (minfl) [rate const of aqueous phase radical capture by micelles

Kep 4nDpr,N, (min ") [rate const of radical capture by polymer particles

K, 1.524 x 10'® exp(—33320/ R.T) (min~") rate const of initiator decomposition

K, 4.703 x 10" exp(—9805/RgT) (L/mol min); rate const of propag. of poly. partis

K; 1.04619 x 10" exp(—2950.45/RgT) (L/mol min) [global rate const for termination]

[M]p (1 — &p)pu/MWs (mol/L) [monomer concentration in polymer particle]

MW, 288.38 (g/mol) [molecular weight of surfactant]

MWi 271.3 (g/mol) [molecular weight of initiator]

MWs 104 (g/mol) [molecular weight of styrene]

Ner 5 [critical chain length at which water phase radical can be absorbed]

Nem 60 (no. emul/mic) [number of emulsifier molecules in a micelle]

Sa 3 x 107" (dm?) [area covered by one molecule of emulsifier]

ps b 0.4 [volume fraction of polymer]; 0.6 [volume fraction of monomer]

Re 5000 (laminar) and 13,600 (turbulent) [Reynolds number]

Vin 0.27027 (laminar) and 0.7351 (turbulent) (m/min) [inlet velocity in TR]

D, 1.76 x 107 (dm?/min) [diffusivity of monomer radicals in polymer phase]

D, 1.76 x 107 (dm?/min) [diffusivity of monomer radicals in water phase]

n 0.001 (Kg/m s) [viscosity of polymer]

Tin 333.15 and 363.15 (K) [inlet temperatures to the reactor]

AH —16682.2 (cal/mol) [polymerization reaction heat of styrene]

N 51 [number of nodal points] .

Tmics Tp 27.5 (A) [radius of micelle] and 275 (A) [radius of polymer]

D,, L, 1 (m) [diameter of TR] and 20 (m) [length of TR]

L 1 (m) [length of baffle separation] and N, = 6, 18 [number of baffles]

Conservative models

Principle of mass conservation in general form for a
chemical species j reacting in a flowing fluid with
varying density, temperature, and composition is

oC;
= V(G +V [ =R, (6)
where C; is the molar concentration of species j; 3C;/
dt is the no steady-state term expressing accumulation
or depletion; Y/ is the gradient operator; V -ii is the
divergence of a vector function i; i is the three-
dimensional mass-average velocity vector; V - (Cjii) is
the transport of mass by convective flow; J; is the
molar flux vector for species j with respect to the
mass-average velocity; \/-/JMj is molecular diffusion
only; R; is the total rate of change of the amount of j
because of reaction. Species j occurs in liquid phase.
The equation can be taken for single-phase or ““homo-
geneous” or “pseudo homogeneous” reactors.'

The generalized laminar finite-rate model was applied
to compute the chemical source terms (R;). The model
is exact for laminar flow, but is generally inaccurate

for turbulent require because of highly nonlinear
chemical kinetics of Arrhenius type. The net source of
chemical species j due to reaction R; is computed as
the sum of the Arrhenius reaction sources over the N;
reactions that the species participate in:

N; N;
(Gl — Ky TJICa)"™
i=1 i=1 i1 i1

@)

where R;; is the Arrhenius molar rate of creation/
destruction of species j in reaction i; K; is the forward
rate constant for reaction i, K;,; is the backward rate
constant for reaction i, N; is the number of chemical
species in reaction i, C;; is the molar concentration of
each reactant and product species j in reaction i, 1y, is
the forward rate exponent for each reactant and prod-
uct species j in reaction i, n;; is the backward rate
exponent for each reactant and product species j in
reaction i. Only nonreversible reactions were consid-
ered, and the mass balance of equations gives the dif-
ferent chemical source term as free radical (Rg,,), ini-
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tiator (R;), monomer (Ry), surfactant (R = 0, by to be

inert in EPS), and polymer (Rp):

K.M ner—1
ptViw

Rgw = R — R
KW= KMy + Kep[Np] + Kiw[R],

— KeplNo] % [R], — KenMIC|[R], — K [RE,  (8)

RI = _fin [I]w(g) (9)

Ru= 2N MR, (10
B K [M] Npn

Rp = % pr[M]w[R}w (11)

Newton's second law of momentum was applied to a
small volume element moving with the fluid that is
accelerated because of the forces acting over it. The
motion equation in terms of t is

—

Dui o -
pﬁf—VPJr(Vw)pg (12)

Here g represents the body forces per unit area; p is
the density; P is the pressure; T is the extra stress
tensor, and D/Dt is the material or substantial deriv-
ative.'*'?

In the micellar nucleation (MN), it is accepted that
particles are generated by micelle absorbing radicals
from the water phase’:

The rate of particle formation by micellar nucleation
(Rmn) (see mechanism) is given by

Ry = % = Kem[MIC] x [R],, (13)

The formation rate of total oligomeric radicals in the
aqueous phase ([R],) was obtained by the mechanism
of emulsion polymerization and the steady-state hy-
pothesis approximations, and the geometric progres-
sion approximations*”"'* were applied so that

RJ, - & L) )
w KMy + Kem MIC] + Kiw [R]w 1— oy,

The probability of the oligomeric radical dead to mi-
celle propagation (v,,) is as

K,My,

o,y =
" Kpr + Kcm [MIC] + KtW [R}w + KCP [NP]

(15)

In the homogeneous nucleation (HN), it is accepted that
the particles could be generated by precipitated water
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phase oligomeric radicals, and the rate of particle for-
mation by homogeneous nucleation (Ryn) (see Mech-
anism) can be written as’

d[N,
R —

- Kpr [Rncrfl}w (16)

For the formation rate of oligomeric radicals with
critical chain length (ncr) in the aqueous phase
([Rner—1]w) the same hypothesis adopted for [R], was
considered.

R;

ner—1
=L 17
KM, " (17)

[Rncrf 1 ] w

The probability of an oligomeric radical dead to lead
to a homogeneous propagation (o) is given by

K,M,

oy, =
"7 K,My + Kw[R], + Kep[N,]

(18)

Characterization of polymer particle

The polymer particle (by MN and HN) is determined
with eq. (6) written like eq. (19) and source term as eq.
(20):

oC, oCn, 10Cy,  OCy,
o + [Ur or —HJe; 20 + 0, oz ]
B 10 ( 0Cn,). 10*Cn, 0*Cy,
=DnB [T o [7‘ or ]+ 2 202 + 02 + RN, (19)

Ry, = Rvmn + Run

B Kem [MIC]R; 1 — onert
~ KyMy + Kem[MIC] + K [R],, | 1 — o

+ Ry (20)

The molecular weight distribution is determined
through the mechanism of EPS. Moments of molecu-
lar weigh distribution, coupled with techniques to
solve the equations, allow to solve the polymeriza-
tion reaction. The kinetic solution includes direct se-
quential solution, discrete transformation method,
and moments method. The discrete transformation
method includes the steps of chemical reaction, ki-
netic equation, integration, expansion in power se-
ries, drop operator, and applied moments. The ki-
netic equation is solved through the generating func-
tion. The cumulative dead polymer was given through
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the number-average molecular weight (M) and
weight-average molecular weight (M):

MW, X
ME =
()
. a+2b 3a
M, =MW, [ b—a _Z(b—a)Xf] @)
where a = K,[M] b =a+Kc[R], (22)

The average swollen (R;) and unswollen (R) particle
polymer size radius'® are

_[ 3 Mw,,cps]l/3
T 4nppdp NaC,

~1/3
pf’n

R=R. | ——MMMM— 23

S[pmﬂM]prm] (23)

The viscosity of polymer (i) was estimated'” as

2013

1387
MWL {3,915}(,- — 5.437X? + [0.623 + T] Xﬂ

(24)

Reactor and baffle: Geometry effect

The internal transversal areas over or beneath baffles were
calculated through geometric equations. In such equa-
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tions, o is the increment angle from the TR center
point until total diameter («r is in rad), 0 is the incre-
ment angle to calculate the fluid flow area of EPS
beneath or over the baffles (07 is in rad), Ay, is fluid
flow variable area inside TR beneath or over baffles,
A, is the area of TR without baffles [Fig. 2(a)], and Ag,
is the fixed area inside TR over or beneath baffles. Fig-
ure 2 shows the variation of the transversal area avail-
able to the reactant flow inside the reactor.

ar(1) = arcsin [ZIDDﬂ] (25)

0r(1) = 22-0g(1) = = [1 —2%(1)] (26)
D2

Aw(l) = é (0r(1) — sin 6r(1)) (27)

T

Ap(1) = Ar = Aw(1) = D? - Awp(1)  (28)

Calculus of Ay, from I = 2 to number of areas
beneath or over baffles (N,p) [see Fig. 2(b—f)]

Dvb<1) = Dvb(I - 1) + ADvb (29)
ar(I) = arcsin [ZH?)(I)]
_ arcsin [Di (Do () — 0.5*D,)] (30)

Figure 2 Variation of transversal area of fluid flow of EPS inside TR beneath or over baffles.
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or(l) = %eg(l) —n [1 - %ocr(l)] (31)
D 2

A (D) = 8r (0r(I) — sin 0r(I)) (32)

Aw(l) = A, — Ag(I) (33)

where ID is the interval of increment of diameter
from the point of fixed diameter until total diameter,
and D,y is the variable diameter of fluid flow in tu-
bular reactor beneath or over baffles.

The internal transversal areas inside TR without and
with baffles (A,) are presented in this work as an exam-
ple only for N = 50 finite volume and N, = 18 baffles
[see Fig. 2(a—f)].

Area at the TR inlet
A (1) = A, (34)
AL(2) = A, (35)
A.(3) = A, (36)

Area at the internal TR from I = 4 to N—3, with step
of 5

Ax(I) = Aw(1) (37)
A(I+1) = Aw(3) (38)
A(1+2) = Aw(5) (39)
A(I43) = Aw(2) (40)
A(T+4) = Aw(4) (41)

Area at the TR outlet from I = N-2 to N

AN -2) = 4, (42)
A(N-1) =4, 43)
A(N) = A, (44)

The axial velocity at TR inlet over or beneath baffles
and temperature effects were estimated from New-
ton’s second law of momentum and continuity equa-
tion. In the equations, vi, is the axial velocity at TR
inlet in isothermal condition (see Table I), and v, is
the axial velocity over or beneath baffles in isother-
mal condition [see Fig. 2(a—f)].

R AR
pD, pAwD:

Oin = (45)

The axial velocity inside TR without and with baffles (v,)
were calculated in this work as an example only for
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N = 50 finite volumes and N, = 18 baffles [see Fig.
2(a—f)].
The reactant velocities at the TR inlet are given by

02(1) = vin (46)
Uy (2) = Uin (47)
Uz (3) = Uin (48)

Velocities at the internal TR from I = 4 to N-3, with
step of 5

v:(I) = (1) (49)
0.(1+1) = 0,(3) (50)
0.(1+2) = vy(5) (51)
0.(1+3) = 0,(2) (52)
(1 +4) = v,(4) (53)

Velocities at the TR outlet from I = N-2 to N

0,(N —2) = vpp (54)
v, (N —-1) =0y, (55)

0:(N) = vin (56)

NUMERICAL METHOD

The most usual numerical methods used to solve a
large class of engineering problems are finite differ-
ence, finite elements, orthogonal collocation, and
boundary elements method, which can solve ordinary
or partial equations by means of approximations,
according to particular problem and finalities.'?

In this work, finite volume method was used as the
numerical method according to Versteeg, Malalase-
kara, and Patankar.!>'® For the finite volume method
implementations were used following the procedure:
the general transport equations can be written in dif-
ferential form; grid generation can be written for all
discrete control volume, discretization of general
transport equations and solution of algebraic equa-
tions and tests of convergence for the numerical
method.'? The discrete approximation was applied to
the conservative balance of convection and source
only, e.g., the equation of particle number, eq. (19)
and source term or the overall rate of formation of
particles by MN and HN [eq. (20)].

Linear approximation

The discretization is calculated for a number of par-
ticles. It can be expanded for scalar variables such as
concentration, velocity, and temperature. The con-
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servative balance for discrete approximation is the
eq. (6) written as eq. (19) in one-dimensional domain.
The linear approximation was applied to source term
of eq. (20). The Taylor’s series method of lineariza-
tion was used to linearize S4. The overall equation
of source-term linearization, (S, = Sy,) in eq. (20)
leads to

SN, = RN, = Run + Run = Sn,,, + SN,
= SUT — SPTIN, ], (57)

where SUT is all linear coefficients, SPT is all angular
coefficients, [N,]p is the concentration of number of
particles in the nodal point P (control volume).

The source-term linearization for micellar nucleation
(Ryvn = SNW) is written [see eq. (57)] as

S, = Run = SUM — SPMIN, ], (58)

where SUM is the micellar linear coefficient, and SPT
is the micellar angular coefficient.

Equation (13) can be rewritten as given in eq. (59),
and the notation of nodal point P will be omitted.

SNpm = RMN

ncr—1
— [m3+ch[Np]] 1 [ ml ] c
m2 + kep [Np] m3 + Kep [Np]
(59)
Taylor’s series for one variable was applied to linea-
rize the source-term, eq. (59) which is a polynomial

approximation of degree n = 1. The linearization rep-
resents the tangent to the SNpm — [N,]p curve at [Np,].

SNom ([Np]) = SNy ([Npal) + S, (INpa])(INp] — [Npal)
(60)

where

SNy ([Npa]) = m4 [w]

m2 + Kep [Npa)

ml ner—1
. [1_ [m3+ch[Npa]] ] (61)

/ (ncr B 1)m4KC ml ner—1
SNpm([NpaD - [ m2 + ch[Npa]p] [m3 + KCP[NPa]]

_ [ mlm4ch ] [ B [ ml ] ncrl]
(le —+ ch [Npa])z m3 + ch [Npa]
(62)

[Npa] is one point of the line tangent [eq. (58)] to the
curve Sy = AIN,)) [eq. (59)]. This point can be esti-
mated by the following ways:
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1. The average value of the intersection points in the
coordinate axis of the line tangent [eq. (58)] to the
curve [eq. (59)]. The intersection points must
be the maximum values in each interception.
Whether a curve is concave up or concave down,
the value of [N,] must be adjusted with care.

2. The average value of the variable ¢ = [N;] of the
experimental conditions at TR inlet and outlet.

The following definitions are used to simplify the
coefficient SUM of eq. (58):

SUM = SUM1 + SUM2 — SUM3 (63)

3 4+ Kep[Nopa
SUMI1 = m4 [LP[P]]

m2 + Kep[Npa)

ml ner—1
" [1_ (s om) ] (o4

m1m4Kp[Npa] ]
(m2 + Kep[Npa))?

ml ner—1
- [1 - [m3+KCp[Npa]] ] (65)

(ner — 1)m4Kp[Npa) ]
m2 + Kep [Npa)

SUM2 = [

SUM3 = [
1 ncr—1
X [’”7] (66)
m3 + Kep[Npa]
where
ml = KpMy, m2 — Ko [MIC] + Kiw [R],,,

Kem[MICR,

m3 =ml +m2,m4 =
m3

(67)

To simplify the coefficient SPM of eq. (58), the fol-
lowing definitions are used:

SPM = SPM1 — SPM2 (68)

SPMT — [ m1m4Kep ]

(M2 + Kep[Npa])?

-t ) @

ncr — 1)m4ch] [ ml ] ner-1
m3 + Kep [Npa)
(70)

(
SPM2 =
[ m2 + Kep[Npa]

Source-term linearization for homogeneous nucleation
(R = SNph) is written [see eq. (57)] as

S, = Rin = SUH — SPH|N, |, (71)
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where SUH is homogeneous linear coefficient, and
SPH is the homogeneous angular coefficient.

Equation (16) can be rewritten as given in eq. (72),
and the notation of nodal point P will be omitted.

Kp Mw ] ncr—1
KPMW + KtW [R]w + KCP [NP]
(72)

SNy = Ran — Ry [

Taylor’s series for one variable was applied to linea-
rize the source-term, eq. (72) which is polynomial
approximation of degree n = 1. The linearization rep-
resents the tangent to the SNPh — [Nplp curve at [Np,].

SNph([Np]) - SNph([Npa]) + S}\Iph([Npa])([Np] - [Npab
(73)
where

hl ncer—1
SNph([Npa]) =R [m] (74)

(ner — 1)KpRyp1er !

S;\]ph([Npa]) = (h2 + ch[Npa])ncr

(75)

[Npa] is one point of the line tangent [eq. (71)] to the
curve Sy = AIN,)) [eq. (72)]. This point can be esti-
mated by the following ways:

1. The average value of the intersection points in
the coordinate axis of the line tangent [eq. (71)]
to the curve [eq. (72)]. The intersection points
must be maximum values in each interception.
Care has to be taken in relation to the adjust-
ment of the [N,] values whether the curve may
be concave up or concave down.

2. The average value of the variable ¢ = [N,] of the
experimental conditions at TR inlet and outlet.

The value [N,,] estimated by homogeneous nuclea-
tion was used for source-term linearization by micel-
lar nucleation.

The following definitions are used to simplify the
linear coefficient SUH of eq. (71):

SUH = SUH1 + SUH2 (76)
n ner—1
SUHI = R, [}MP[NP]] 77)
suH2 — (0T 1)]ﬁch’[Npa] [ aT Iﬁlp [Npa]] (78)
where
hl = K,My, h2 = hl + Ky [R],, (79)
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The following definition is used to simplify the
angular coefficient SPH of the eq. (71)

SPH =

(ner — 1)KpR; hl ner
0 [hz  KepNpa] ] (80)

Now the egs. (63) and (76) are used to obtain the lin-
ear coefficient SUT of the eq. (57) through

SUT = SUM + SUH (81)

and the egs. (68) and (80) are considered to obtain
the angular coefficient SPT of the eq. (57).

SPT = SPM + SPH (82)

Integration

The integral forms of the general transport equations
represent the key step of the finite volume method.
The integration of the egs. (6) or (19) is made over the
control volume (cv). The integral form of general
steady transport equations in one-dimensional control
volume without diffusion is given by

3(v.N
/ (2 p)Adz:/SNAdz
Ccv az Ccv ,

- / (SUT — SPT x N, )A dz (83)
cv

(AUNP)e — (AZ)Np)w = (SNpAZ)E — (SNVAZ)W
= (SUT — SPT x N,,)A, Az (84)

The continuity equation is

(Avp), = (Avp), (85)

Interpolation

Several methods may be used for interpolation as cen-
tral differencing: the exact solution, the exponential
scheme, the hybrid scheme, the power-law scheme,
and upwind differencing."”'®'’ In this work the
upwind difference scheme was applied to calculate
the particle number as

Fody = bwllFu, 0l — ¢pll — Fu, 0]l
Fed, = ¢pl|Fe, 0| = brll — Fe, 0] (86)

F=po (87)

where F is the mass flux, F, for west side, and F, for
east side.
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Mass balance or continuity equation:

Aw” _vaoH :Aw||F1070|| _Awa
Al — F.,0|| = A.|| — F., 0| + A.F, (88)

where A, is the west side area of the control volume,
and A, is the area for east side of the control volume.

After integration and interpolation, the linear alge-
braic equations are obtained. In the minimum control
volume the discretised equation for minimum control
volume is

apNpp = apNpy e + Su (89)

where: aw = O,tlin = Aw||Fw70||7aE = Ae” _Fea()”v
ap=ag+Sp (90)

Sp = SPT x Ap Az + ain + (AcFe — AuFu),
Sy =5SUT x Ap Az + aian,in (91)

In the internal control volume from I = 3 to I
= N-2, the discretised equation for internal control
volume is

apNpp = awNpw +agNpg + Su (92)
where

where: ayy = Ayl||Fw,0],ag = A.|| — Fe,0||,ap
=aw+ag+Sp (93)

Sp = SPT x Ap Az + (A F. — AvFy),Su = SUT x A, Az

(94)

In the maximum control volume I = N—1, the discre-
tised equation for maximum control volume is given
as

apr‘,p = aENp,E + Sy (95)
where
aW:AwHFwaO”aaE =0,ap :aW+Sp (96)

Sp =SPT x A, Az + (AcFe — AywFy), Su = SUT x A, Az
97)

where a;,, aw, ap, arp are coefficients of discretised
equations by inlet, west, central, and east side of
control volume; Np , Np, , Np, Np_ are the number
of particles at inlet, west, central, and east side of
control volume; S;; and Sp are linear and angular
volumetric source term of scalar variable; z is the
axial cylindrical coordinate.
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The solution of algebraic equations as a system of lin-
ear algebraic equations was obtained by Thomas
Algorithm or the tridiagonal matrix algorithm as
direct method for one-dimensional situation prob-

s INITIAL CONDITION |

| TRANSV AREA BAFFLE

Y

| GRID GENERATION |

| TRANSYV AREA REACTOR

[ TRANSV VELOCITY
Set

alp=Np *
[ REYNOLDS NUMBER

$ Y

| HEAD LOST

| PRESSION DROP

Y

[ AREA of Tubular Reactor

Y

[ SOLVE Initiator Distibution

Y

[ SOLVE Radicals Distibution

Y

[ SOLVE Nunber of paticle

Heo

Convergernce?

[ SOLVE Moromer Distibution

Y

[ SOLVE Polymer Distribution

L

[ SOLVE Molecular Weight

L]

| PARTICLE SIZE

L

[ VISCOSITY DISTRIBUTION

|

Figure 3 Isothermal condition logic flow diagram with in-
ternal angular baffles.
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Figure 4 Conversion of monomer (a) without (N, = 0)
and with (N, = 6, 18) baffles and (b) experimental valida-
tion, both in isothermal conditions, 60°C.

lems. In isothermal condition, the discretization equa-
tions, for example egs. (89), (92), and (95), are linear
algebraic equations, and the set of such equations is
solved by the methods of linear algebraic equations
with the following iterative procedures to find out
the value of the number of particle with or without
baffle: (1) guess a number of particle, N, ,; (2) calculate
the initiator and radicals distribution; (3) calculate the
number of particle, N,; (4) compare the N, with the
actual number of particle, N, ,; (5) if the absolute value
of IN, — N, ,| is greater than a factor of convergence,
then set N, , = N, (return to the Step 1). The flow dia-
gram is shown in the Figure 3.

RESULTS AND DISCUSSION

The simulation results of conversion (X;) versus length
of the reactor (Z) for styrene without baffle (C0) and
with baffles (C6, C18) in isothermal condition (C) at
60°C are displayed in Figure 4(a). The conversion
without baffles are higher than the conversion with N,
= 6 and 18 baffles. When the baffle number is
increased, the conversion exhibits a small decrease
due to variation of plug flow condition.

The comparative results, in isothermal condition at
60°C, of computational (X.c), experimental (X,), and
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simulation conversion (X;) (literature results) versus
residence time (t) inside TR are shown in Figure 4(b).
It can be seen that the experimental and computa-
tional conversion has equal properties, but the simula-
tion conversion with a different mathematical model.
The experimental and simulation conversions ob-
tained by Bataile'' were considered. It can be ob-
served that the three curves have the same behavior
and validate the numerical method of finite volume
through the comparison of experimental and simula-
tion results in isothermal conditions.
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5,00E+19 1

4,00E+19 |
3,00E+19 |

Hp(11)

—e—C0
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1)

0 20 40 60 80
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Figure 5 (a) Number of particles with N, = 0, 6, 18 baf-
fles; (b) and (c) validation of number of particles, both in
isothermal conditions (CN, = 60°C).
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Figure 6 Molecular weight distribution (a) without (N, = 0)
and (b) and (c) with (N, = 6, 18) baffles in isothermal (CN,
= 60°C) conditions.

The prediction results of the polystyrene particles
number (N,) by micellar and homogeneous nucleation
mechanism versus length of the reactor (Z) without
baffle (CO) and with baffles (C6, C18) in isothermal
condition (C) at 60°C are depicted in Figure 5(a). The
three curves have the same behavior and show, in iso-
thermal condition, that when the number of baffles
increases, the number of particles slightly decreases.

The comparative results, in isothermal condition, of
particles” number (N,) without baffles inside batch
and TR, respectively, versus time (f) are presented in
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Figure 5(b, ). The experimental (N, .) and simulation
(Np,s) of the particles number is shown in Figure 5(b).
The experimental and simulation conditions are a feed
temperature of 50°C, 0.011 mol KPS/L, 0.05 mol SDS/
L, and no adiabatic process. Bataile et al.l! indicated,
in relation to Figure 5(b), that the experimental results
are in a close range within experimental measurement
error. and considering the difficulty associated with
particle number measurement determination, the
model prediction should be considered satisfactory.
The particle number for the model prediction is
approximately at 1.28 x 10'® L™, as shown in Figure
5(b). Figure 5(c) presents the prediction of particle
number in isothermal condition without baffles inside
TR. The particle number varies between 0 and 7.22
x 10" L', The experimental data, as shown in Figure
5(b), present the same performance as that of the sim-
ulation shown in Figure 5(c), and the comparison of
the two figures allows to conclude that mathematical
model and numerical method of FVM were able to
represent the system well.

The simulation results of the cumulative average
molecular weight distribution versus conversion of
monomer (X;), without baffle (M,,C0, M, C0) and with

—— 0

R{cnm)

Ln(M)
]

¢ 02 04 06 08 1
Xj
(b)

Figure 7 (a) Average particle size distribution and (b) vis-

cosity distribution, both with N, = 0, 6, 18 baffles in iso-
thermal (CN, = 60°C) conditions.
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baffles (M,.C6, M,C6; M, C18, M 18) in isothermal con-
dition at 60°C are shown in Figure 6. Figure 6(a—) shows
that the average molecular weights are different. The
number-average (M,;) and weight-average (M,,) molecu-
lar weight have a better distribution only marginally
when the baffles number increases inside TR.

These comparative results of simulation of the poly-
styrene particles size of unswollen particle radius (R)
versus length of the reactor (Z) without baffle (CO0)
and with baffles (C6, C18) in isothermal condition (C)
at 60°C are shown in Figure 7(a). The three curves
have the same behavior, but when the baffle number
increases, the particle size slightly diminishes.

The predictions results of polymer viscosity distribu-
tion (In(n) inside TR versus conversion of monomer
(Xj) without baffle (C0O) and with baffles (C6, C18) in
isothermal condition (C) at 60°C are given in Figure
7(b). The three curves have similar behavior; the
points on path of the curves CO, C6, and C18 show
uniform distribution, and when the baffle number
increases the viscosity diminishes and varies between
In(p) = —6.998 and 42.50. The mathematical model of
eq. (24) was used to estimate the viscosity of the three
curves.

CONCLUSIONS

In this work an alternative reactor design is proposed.
It consists of the placement of baffles inside the tube.
This new configuration was compared with empty TR
in isothermal conditions. The results show that better
polymer properties are obtained when the proposed
design is used. The results with baffles were better
than without baffles in relation to the desired proper-
ties such as particle size and viscosity. It was seen that
the problem is sufficiently solved by finite volume
method. The simulation results were compared with

MENDOZA MARIN ET AL.

experimental data (when available for empty tube)
and good agreements were obtained.
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