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Abstract: This paper presents a modeling of methyl
methacrylate (MMA) polymerization with toluene in the
presence of azo-bi’s-isobutyronitrile (AIBN) using
MATLAB. This work aims to optimize the initial concen-
tration of initiator and the reactor temperature to achieve
a maximum monomer conversion in minimum batch
time. The optimization of solution polymerization of
MMA based on the three-stage polymerization model
(TSPM) was performed using ode23t solver. The non-lin-
ear polymerization kinetics considered the gel, glass and
cage effect to obtain a realistic prediction. The predicted
reactor and jacket temperature showed a reasonable
agreement with the experimental data, where the error
is about 2.7 % and 2.3 %, respectively. The results showed
that a maximum monomer conversion of 949% was
achieved at 0.126 kgmol m ™ of the initial concentration
of AIBN and 346 K of the initial reactor temperature in
8,951 s (2.5 h).

Keywords: Methyl methacrylate, solution polymerization,
ordinary differential equation, optimization, method of
moment

1 Introduction

Methyl methacrylate (MMA) is a colorless, volatile organic
liquid used for large-scale production of poly-methyl
methacrylate (PMMA) via a polymerization process,
where the global capacity reached about 0.65 million
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tons annually [1]. PMMA is widely used for construction,
automotive parts, electronic devices and medical applica-
tions [2] due to its clarity, light weight and resistance to
the effect of UV light and weathering.

According to Lepore et al. [3], bulk polymerization is
an exothermic polymerization process. Bulk polymeriza-
tion often suffers from non-isothermicity due to improper
agitation as a result of increasing solution viscosity. Poor
mixing affecting the heat dissipation from exothermic
polymerization [4] causing a sudden rise in temperature
and the gel effect due to decreases in polymer diffusion.
The monomer conversion causes an increase in viscosity
and hence decreases the initiator diffusion leading to
cage effect. Moreover, a sudden rise in temperature and
even thermal runaway effect [5] may occur. Temperature
plays a significant role in the polymerization kinetics and
the polymer properties. As the temperature increases, the
molecular weight and viscosity of reactant decrease [6].
As a result, propagation is more likely to occur and hence
enhancing the polymerization rate. The glass and cage
effect often occurs at temperatures below the glass tran-
sition point, whereby the polymer is converted into a
glassy state and the movement of the individual chain
segments becomes limited. Whereas, the extreme tem-
perature increased the risk of an explosion due to
exothermic reactions. Moreover, the reaction rate and
the gel effect intensity increase as the temperature
reached 423 K or above [7]. The properties of the final
product are strongly influenced by the operating condi-
tion and the kinetic reactions in the polymerization reac-
tor. Hence, a well-controlled reactor temperature is
important to maintain good product quality and for
operation safety concern.

The presence of solvent in polymerization process
can enhance the reaction stability by reducing the
strong gel effect arising from a sudden change in visc-
osity [7]. Hence, the solvent or solution polymerization
like the one in this work is less prone to non-isothermi-
city issue. Furthermore, the impact of non-isothermicity
can be reduced by dilution or cooling to ensure the
reactor temperature remains constant. The effect of
non-isothermicity in this work has been limited since it
is a solvent polymerization performed in a small reactor
(3 L) and equipped with a cooling jacket to maintain
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reactor temperature. It should be noted that bigger reac-
tor is more susceptible to thermal instability than that of
small ones. The operation of the solution polymerization
reactor is a challenging due to their complex non-linear
nature. From economic aspects, high commercial value
and maximum yield of polymer in lower possible oper-
ating time are the points of interest to be achieved.
Hence, this work aims to achieve maximum MMA con-
version at a minimum batch time by performing optimi-
zation of the operating condition.

The non-linear MMA polymerization kinetic had
been studied extensively. Gel and glass effect was mod-
eled according to Chiu etal. [8] and the cage effect was
modeled using Achilias and Kiparissides’s [9] model.
These models have been reported to work well for
MMA polymerization [10]. In earlier work, MMA poly-
merization had been successfully performed using
fuzzy-neural model [11], ordinary differential equation
solver [12] and Successive Quadratic Programming [13].
Previous works showed that numerical models are use-
ful for optimization and control studies in MMA poly-
merization operation. In this work, the reactor and
jacket dynamics were modeled using MATLAB ode23t.
MATLAB is used instead of the experimental technique,
because it requires low computational demand besides
high-quality data is available for validation and compar-
ison. Ordinary differential equation (ode) is widely used
in engineering practice due to many physical laws are
couched in terms of the rate of a quantity rather than the
magnitude of the quantity itself [14]. Ode solver is
divided into two categories, i. e., non-stiff and stiff sol-
vers [15]. The solvers such as ode45, ode23 and odell3
were used for non-stiff problem, whereas odel5s,
ode23s, ode23t and ode23th were used for stiff problem
[16]. A stiff system is the one involving rapidly changing
components together with the slowly changing ones. In
this work, ode23t is employed for the reactor and jacket
dynamics modeling. Ode23t is suitable for the moder-
ately stiff problem where the numerical damping is not
required in the solution.

The predicted reactor and jacket temperature was
compared with the experimental data from Soroush
and Kravaris [17]. Once validated, the optimization of
concentration of azo-bi’s-isobutyronitrile (AIBN) and
reactor temperature was performed to achieve a maxi-
mum MMA conversion at a minimum batch time.
Besides, the effects of the initial concentration of AIBN
and reactor temperature on the monomer conversion are
also studied.
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2 Free radical polymerization
kinetic mechanism

It is assumed that solution polymerization follows the
standard kinetic scheme, which includes the formation
of reactive radicals by the decomposition of AIBN, the
reactive addition of monomer units to radical polymer
chains in the propagation stage, the growth of a polymer
chain is halted in the termination stage and the chain
transfer to monomer. The polymerization reaction from
MMA to PMMA using AIBN is shown in eq. (1) and the
kinetic mechanism of the free-radical polymerization is
shown in Table 1 [18-20]. Where I represents initiator, M
is monomer, P is live polymer chain, D is dead polymer
chain, n, m are monomer units, k; is the rate coefficient
for initiation, k,, is the rate coefficient for propagation, k.
is the rate coefficient for termination by coupling, k. is
the rate coefficient for termination by disproportionation
and kg, is the rate coefficient for chain transfer to mono-
mer reaction.

CH,C(CH;)COOCH; — [CHyC(CH3)COOCH), o)

Table 1: Free radical mechanisms.

Reactions Mechanisms
cre e ki
Initiation 121
T+m % p,
k
Propagation P+ MLP, .y

P+ P = Dy
P,,+Pmk£’> Dy +Dpy
P, + M2 D, +P;

Termination by coupling
and disproportionation
Chain transfer to monomer

3 Polymerization reactor

The polymerization of MMA considered in this work is
initiated by AIBN in toluene. AIBN has a good solubility
in MMA making them a suitable initiator [21]. In addition,
AIBN is safer than other initiators (e. g., benzoyl perox-
ide) due to its lower explosion risk, besides no oxidation
by-products is formed [22] and cause no discoloration,
which maintains the physical properties of the polymer
[23]. Batch process is often used for MMA polymerization
due to its operational flexibility to adjust with the
instability of market demand [24].
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The pilot-scale batch polymerization reactor consid-
ered in this work is similar to the one developed and
studied by Soroush and Kravaris [17] at Chemical
Process Control Laboratory, The University of Michigan.
The MMA polymerization takes place in a 3 L jacketed
glass vessel (0.1 m in diameter) equipped with a multi-
paddle agitator. The agitator is driven by a constant 250
RPM motor to mix the reacting materials in the reactor.
MMA and toluene at the volume ratio of 7:3 were initially
added to the process. Then, the mixture was degassed
using nitrogen to remove any potential inhibitor (e.g.,
oxygen). The initiator (AIBN) was introduced once the
reactor was heat-up from room temperature to 319.2 K.
Soroush and Kravaris [17] measured the temperature of
the batch reactor and the jacket system using a resistance
temperature detector (RTD). The RTD has a measurement
range of 273-373 K with a tolerance of + 0.2 K. The model
developed in this work is compared with the measure-
ment by Soroush and Kravaris [17] for validation purpose,
prior to optimization study.

4 Mathematical modeling

The assumptions considered in this work are similar to
that of Soroush and Kravaris [17]:
i.  All of the reactions are elementary and irreversible.
ii. A perfect mixing is assumed.
iii. Rate of chain transfer to solvent reactions is
negligible.
iv. Rate of reaction step is independent of the live
polymer chain length.

A polymerization process is affected by the reactor tem-
perature, jacket temperature, initial concentration of
initiator, concentration of monomer and dead polymer
chains. The energy balance (eqs (2) and (3)) and species
balance for initiator, monomer and dead polymer chain
(egs (4)—(8)) are given in the form of ordinary differential
equation:

%%zng%%%i3+amn—T) @
dd_?zaz(r_rj)+a3(Tw—Tj)+a4a 3)
% — Ry +£(C/Coo)Rom @)

on _ 1.+ &(Cu/ Crno) R ©

dt
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where T is reactor temperature, T; is jacket temperature,
C; is the concentration of initiator, C,, is the concentration
of monomer, A,, A;, A, are the zeroth, first and second
moments for the dead polymer chains, respectively. The
concentration of live polymer chain and the probability of
propagation [5] are given as:

&, = (2fkCi/k)%° 9)
~ Ky Crn
* kyCon + knCon + ke, 10)

where f is the initiator efficiency, k;, k,, ks, and k; are the
rate coefficients for initiation, propagation, chain transfer
to monomer and termination, respectively. The probabil-
ity of propagation (Q) is the possibility of an active radi-
cal to propagate further instead of terminating and hence
Q affects the distribution of polymer chains. A polymer
chain formed from an initiation reaction can either
undergo propagation or termination. Q is given as the
rate of propagation divided by the total of the rates of
reactions (R, Ra, Ris and Ry that an active radical may
undergo. Ry, Rsn, Ri and R, are given as:

R =~ Cn&, (Kp + Kpin) (¢5))
Rpn= = Cn okpim (12)

= = Cs& kg5 (13)

Re= -8k (14)

where the rate of propagation, chain transfer to mono-
mer, chain transfer to solvent and termination are
represented by R, Rsm, R and Ry, respectively. The
value of kg, is much smaller than k,, and hence kg, is
insignificant in the eq. (11). ks is ignored since the rate
of chain transfer to solvent reaction is negligible in this
work. The rate of consumption for initiator is shown as

[18, 19]:
Ri = - kiCi (15)

The overall heat transfer rate added to the jacket by the
heat transfer fluid is given by:

=P -Feycup,, (Tj— Tew) (16)
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where P is the power input to the heater, F., and T, are
the inlet flowrate and temperature of cooling water,
respectively. c,, and p,, are the heat capacity and density
of water, respectively. Gel and glass effect models [8] are
modeled as:

kpo

ky = —2% a7)
1+ i)‘jk—;’:
ke= k‘; 0 (18)
1+ 576”
where
23(1-@
peexp- 220 P0) (19)
A(T)+B(1-®,)
A=0.168-8.21x107(T - T,)’ (0)
/Py
p_&+CmMm+% (21)
Py Pm Ps
Yy = (Mm/(1+€))(Cmno — Ci) (22)
1+¢&(Cp/C
Cs = Cso (%) (23)
kgp = Zep exp( - Egp/RT) (24)
kot = Ci(0)Zg; exp( — Eg¢ /RT) (25)

The Arrhenius law for initiation, propagation, termina-
tion and chain transfer to monomer are given as:

ki=Z;exp(-E;/RT) (26)
kpo = Zpo €Xp( — Epo /RT) (27)
kto = Zto exp( — E¢ /RT) (28)
Kin = Zjm exp  — Em/RT) (29)
The cage effect [9] is modeled as:
f=fo/(1+ (To1/Trr)) (30)

where f and f, are initiator efficiency at time t and ¢t=0.
Tpr and Tg; are the characteristic times corresponded to

the radical diffusion and the chain initiation,
respectively.
Tpr=1/3nD; (€3))
Trr = (kioC) ™ (32)
where
1 = (6Vin/mNy)Y? (33)
ry=2ry (34)

DE GRUYTER

Dy =Dyoexp [ - YVI*MI [(Wm/Mm) + (WP/MP)] /vf} (35)
Vf =Wn V:n me +Wwy f/; pr (36)

Vi =0.149 +2.9x 10~ *(T - 273.15) (37)
Vj,=0.0194+1.3x10~%(T - 378.15) (38)

kio = Ejkpo (39)

where r; and r, are the effective reaction radius at inner
and outer diffusion cage, respectively, D; is a radical
diffusion coefficient [25], f/f is specific free volume of
mixture, Vs, and Vg, are the free volume of monomer
and polymer [26], k;, is intrinsic chain initiation rate
coefficient and €; is proportionality coefficient.
Theoretically, radical cage is assumed as a sphere [9].
The initial hydrodynamic diameter of the PMMA is com-
puted as:
rg=13x10"1M2>"™ (40)
The weight-average molecular weight, number-aver-
age molecular weight of dead polymer chain and poly-
dispersity are given by:

My =Mn(A/ M) (41)
My =Mp(A/Ao) (42)
PDI=M,,/M, (43)

The volume change effect is considered due to the change
of density during the conversion of monomer to polymer,
the final volume of reacting mixture is given as:

V=V,(1+exy) (44)
£=Dpe ((pm/pp) - 1) (45)
(Dmo = CmoMm /pm (46)

where V, is the initial volume of reacting mixture, € is
volume expansion factor and @,,, is the initial volume
fraction of monomer. A monomer conversion with respect
to polymerization time is formulated as:

axm 1+&xy,
T Rn, (m) (1+&(Cn/Cmo))

All eqs (2)-(47) represent the reactor and jacket dynamics
models of the batch MMA polymerization reactor were
solved numerically using MATLAB. The model para-
meters for gel effect, glass effect, cage effect and kinetics
are shown in Table 2.

(47)
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Table 2: Model parameters.

Parameter Value Unit References

B 0.03 - Baillagou and Soong [18]
Cso 8.547 kgmol m™ Soroush and Kravaris [17]

c 2.2 kj kg™ K? Baillagou and Soong [18]
Cy 4.2 kj kg™ K? Soroush and Kravaris [17]
Do 2.69x1077 m2s7? Achilias and Kiparissides [9]
Efm 7.4479 x10* k) kgmol™ Baillagou and Soong [18]

E 1.2877x10° k) kgmol™ Baillagou and Soong [18]
Epo 1.8283x10* k) kgmol™ Baillagou and Soong [18]
Epo 2.9442 x10° k) kgmol™ Baillagou and Soong [18]
Eop 1.1700x 10° k) kgmol™ Baillagou and Soong [18]
Eor 1.4584x10° k) kgmol™ Baillagou and Soong [18]
Few 2.0x107¢ m> s~ Soroush and Kravaris [17]
fo 0.58 - Tobolsky and Baysal [27]
(-AH,) 5.78x 10* k) kgmol™ Baillagou and Soong [18]
M, 68 kg kgmol™* Achilias and Kiparissides [9]
M, 100.13 kg kgmol™ Achilias and Kiparissides [9]
m, 150 kg kgmol™ Achilias and Kiparissides [9]
M 92.14 kg kgmol™ Baillagou and Soong [18]

m 1.257 kg Soroush and Kravaris [17]
Na 6.023x10% mol™? -

P 0.55 k) s~ Soroush and Kravaris [17]

R 8.345 k] kgmol™ K™* -

Tew 279.7 K Soroush and Kravaris [17]
Top 387.2 K Baillagou and Soong [18]
T 293.2 K Soroush and Kravaris [17]
v, 9.13x107* m’kg™? Haward [28]

v, 8.22x107* m>kg™! Haward [28]

V, 1.5x1073 m> Soroush and Kravaris [17]
A; 7.7x1074 m3kg™* Liu etal. [29]

Zm 4.6610x10° m>kgmol™ s7* Baillagou and Soong [18]

Z; 1.0533x10%° st Baillagou and Soong [18]
Zpo 4.9167 x10° m>kgmol™ s7* Baillagou and Soong [18]
Zio 9.8000 x 107 m>kgmol™ s7* Baillagou and Soong [18]
Zop 3.0233x10"3 st Baillagou and Soong [18]
Zot 1.4540x10%° st Baillagou and Soong [18]

o 0.0038 st Soroush and Kravaris [17]
o, 0.0008 st Soroush and Kravaris [17]
as 0.00037 57! Soroush and Kravaris [17]
ay 0.0664 K k™ Soroush and Kravaris [17]
Pm 915.1 kg m™ Baillagou and Soong [18]
Ps 842 kg m™ Baillagou and Soong [18]
Pp 1,200 kg m—3 Baillagou and Soong [18]
Pw 1,000 kg m—3 Soroush and Kravaris [17]
€ 1 - Achilias and Kiparissides [9]
Y 0.763 - Achilias and Kiparissides [30]

5 Formulation of optimization

Max X
problem Mi .
in t
T
5.1 Reactor temperature st f (& Xn(t)) =0, lto, &4 model equation
tr=21,600
o T;,=330
Optimization of reactor temperature (T,) was performed C] —6.01
to obtain a maximum monomer conversion (X,,) in a Cmo _0 i3
io = VY.

minimum batch time (7 ) using the following algorithm: 205 < T, < 348
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The variables, i. e., jacket temperature (Tj, =330 K), initial
concentration of monomer (C,,=6.01kgmol m~>) and
initial concentration of initiator (C;, = 0.13 kgmol m~>) were
kept constant. Final batch time was set at ;= 21,600 s.

5.2 Initial concentration of AIBN

An optimization algorithm to obtain a maximum mono-
mer conversion (X,,) in a minimum batch time (tf*) by
varying the initial concentration of AIBN (C;,) was for-
mulated as follows:

Max Xm

Min tf*

Cio

s.t. f(t, X)) = 0, [t,, t] model equation
tr = 21,600
Tj, = 330
Cmo = 6.01

Optimized T,
0.05 < Ci, < 0.14

The variables, i.e., jacket temperature (Tj, = 330 K) and
initial concentration of monomer (C,,, = 6.01kgmol m™>)
were kept constant. Final batch time was set at ¢, = 21,600 s.

6 Results and discussion

6.1 Validation of reactor and jacket
temperature

At first, the reactor and jacket dynamic models were
solved using ode45 solver, which fails to produce any
solution indicating a stiff problem. Thus, a moderately
stiff ode23t solver was used to predict the reactor and
jacket temperature in the solution polymerization of
MMA. The model produced a result within a few seconds.
The initial parameters were set at 6.01kgmol m~> of
monomer concentration, 0.13kgmol m > of initiator con-
centration, 295 K of reactor temperature and 330 K of
jacket temperature, to enable comparison with Soroush
and Kravaris [17]. A final batch time of 21,600 s (6 h) was
set for the model.

Figures 1 and 2 show a comparison between the
predicted and measured temperature of the reactor and
heating/cooling jacket, respectively. Figure 1 shows that
the predicted temperature is in good agreement with error
about 2.7 % compared to the experimental measurement
by Soroush and Kravaris [17]. The model prediction is
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Figure 1: Prediction of the reactor temperature profile against the
experimental data adopted from Soroush and Kravaris [17].
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Figure 2: Prediction of the jacket temperature profile against the
experimental data adopted from Soroush and Kravaris [17].

marginally higher than that experimentally observed
which may be attributed by the exclusion of heat loss to
surrounding in the model. In the case of a glass jacketed
reactor, the heat loss from the reactor is minimal and
confined only to the non-jacketed region on the top of
the reactor. Solution polymerization of MMA is an
exothermic reaction actively releasing excess heat to its
surroundings. The predicted jacket temperature profile in
Figure 2 also showed marginally higher temperature than
the experimental measurement. The deviation between
the predicted and measured jacket temperature is about
2.3%. As shown in Figures 1 and 2, a minor fluctuation
was observed experimentally in the reactor and jacket
temperature after 5 h of the polymerization process.
According to Soroush and Kravaris [17], this fluctuation
is caused by the high viscosity of reacting mixture and
the coalescence of the nitrogen bubbles. A thick polymer
layer was then formed and affecting the overall heat
transfer in the batch reactor. The reactor control system
triggers a sharp change in the manipulated inputs (power
input to the heater, P and coolant flowrate, F.,) to adhere
to the set point and hence, resulting in a minor fluctua-
tion. In contrast, a constant heat transfer coefficient and
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a perfect mixing were assumed in MATLAB modeling.
Thus, no fluctuation of temperature was obtained for
the predicted temperature in Figures 1 and 2. This is the
reason that the predicted result of this study does not
fully match with the experimental temperature measured
by Soroush and Kravaris [17], especially after the 5 h of
operation. However, a fair agreement was obtained from
the predicted temperature throughout the polymerization
process with 2.7% and 2.3 % of deviation from the mea-
sured reactor and jacket temperature, respectively. Hence
the developed model can be used for optimization study.

6.2 Optimization of initial condition

The initial condition for monomer concentration of
6.01kgmol m~, 0.13kgmol m™ of initiator concentration
and 330 K of jacket temperature were set to evaluate the
effect of reactor temperature. Table 3 shows the effect of
the reactor temperature on conversion of monomer
obtained from the optimization study. The result shows
that a higher temperature promotes better initiator decom-
position and also enhanced the reaction between the
initiator and monomer, resulting in a higher conversion
of monomer, as shown in Table 3. Temperature strongly
affects the initiator decomposition and conversion of
MMA. The conversion of MMA increases as the reactor
temperature increase from 295 to 345 K. A sufficiently
high temperature is important to reduce the diffusion
resistance caused by the gel effect. Nevertheless, the con-
version of MMA decreases as the temperature increased

Table 3: Effect of initial reactor temperature on
monomer conversion.

Temperature, T, (K)  Conversion, X,, Time, tf* (s)
295 0.80 20,842
300 0.81 21,469
310 0.81 20,935
320 0.82 21,064
330 0.83 20,741
340 0.86 20,381
341 0.87 20,728
342 0.88 20,880
343 0.89 20,375
344 0.91 20,150
345 0.95 21,146
346* 0.92 7,011
347 0.85 2,115
348 0.81 4,368

Note: *Optimum point.
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beyond 345 K. This may be due to the degradation of
monomer often associated with high-temperature poly-
merization. Table 3 shows that MMA conversion over
0.90 was achieved at a temperature ranged from 344
to 346 K. As reactor temperature increases from 344 to
345 K, the MMA conversion increases from 0.91 to 0.95, as
well as the batch time. The monomer conversion
decreased to 0.92 as the temperature increased to 346 K,
but at the same time the batch time dropped dramatically
from 21,146 to 7,011 s. Thus, the reactor temperature of
346 K was chosen as the optimum condition
which produces conversion of 92% and residence time
of 7,011 s.

The initial condition corresponds to 6.01kgmol m™ of
monomer concentration, 346 K of reactor temperature and
330 K of jacket temperature were used to evaluate the
optimum initial concentration of AIBN for the MMA poly-
merization in this work. Table 4 shows the effect of the
initial concentration of AIBN on conversion of monomer
obtained from the optimization study. As shown in Table 4,
the MMA conversion increases from 0.67 to 0.94 as the
initial concentration of AIBN increased from 0.05 to
0.128 kgmol m>. This is because increasing the concentra-
tion of AIBN increased the probability of AIBN to react with
MMA, hence enhancing the polymerization process.
However, the conversion of MMA decreases as the concen-
tration of AIBN increased beyond 0.128kgmol m>,
although the batch time is decreasing. Different concentra-
tion of AIBN requires a different induction time because the
induction duration corresponds to the decomposition of

Table 4: Effect of initial concentration of AIBN on
monomer conversion.

Concentration, C;,  Conversion, X,  Time, t" (s)

(kgmol m~3)

0.05 0.67 21,298
0.10 0.84 20,840
0.11 0.88 21,524
0.12 0.92 18,556
0.121 0.92 16,105
0.122 0.93 16,337
0.123 0.93 13,005
0.124 0.94 13,901
0.125 0.94 10,840
0.126* 0.94 8,951
0.127 0.94 9,636
0.128 0.94 15,108
0.129 0.93 11,745
0.13 0.92 7,011
0.14 0.85 2,101

Note: *Optimum point.
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AIBN itself. The optimum initial concentration of AIBN was
found at 0.126 kgmol m > which yielded a maximum con-
version of 0.94 at the shortest batch time (8,951 s).

6.3 Effect of AIBN concentration

Conversion of MMA is significantly affected by the initial
concentration of AIBN, as shown in Figures 3 and 4.
Figure 3 showed a sudden drop of the AIBN concentra-
tion from 0.126 to 0.02kgmol m >, while the conversion
of MMA increased instantly to 0.90 within the first 1,500 s
(Figure 4). The instant polymerization reaction is due to
the presence of a sufficient amount of AIBN in the reactor
and hence promoting the reaction between the decom-
posed AIBN and MMA, as well as enhancing the propaga-
tion rate. After 1,500 s, a sufficiently large amount of long
chain polymer occupied most of the reactor volume,
hence reducing the probability of AIBN and MMA to
react. Furthermore, the amount of the remaining AIBN
is limited as the polymerization reaction progresses.
Thus, the rate of propagation is limited and the concen-
tration of AIBN shows almost a plateau profile after the
first 1,500 s.

C;(kgmol m3)

0 1 2 3 a 5 6
t(h)

Figure 3: Concentration of AIBN, C; (kgmol m~) versus time, t (h).

1.0

0.8

0.6

0.4

0.2

0.0

0 1 2 3 4 5 6
t(h)

Figure 4: Monomer conversion, X,, versus time, t (h).
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6.4 Effect of reactor temperature

Figure 5 shows the reactor temperature profile for the
solution polymerization of MMA. Temperature fluctuation
was observed in Figure 5, whereby the reactor tempera-
ture suddenly increased from 346 K to the maximum of
387.7 K in the first 1,500 s. This is due to a large amount
of heat released from the exothermic reaction between
MMA and AIBN which corresponds to a large consump-
tion of AIBN and MMA as showed in Figures 3 and 6,
respectively. As a result, a maximum conversion of MMA
(close to 100 %) was obtained as shown in Figure 4. After
1,500 s, the propagation reaction reduced due to the
limited amount of remaining reactants. The reactor tem-
perature stays nearly constant at about 324 K from a time
between 2 to 6 h, after the initial temperature spike.

370

T(K)
3

310

280
0 1 2 3 4 5 6
t(h)

Figure 5: Reactor temperature, T (K) versus time, t (h).

C,(kgmol m-3)

0 1 2 3 4 5 6
t(h)

Figure 6: Concentration of MMA, C,, (kgmol m~3) versus time, t (h).

Figure 7 shows the rate coefficients’ plot along the poly-
merization time. A sudden rise of the values for all the
rate coefficients in the first 1,500 s was observed, which
coincide with the sudden increase in temperature due to
a fast polymerization reaction occurring at the same time
(see Figures 4 and 5). Higher temperature induced faster
movement and higher collision rate between reactants.
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Figure 7: Rate coefficients, k;, ky, ki, ki, Kpo» Keo Versus time, t (h).

Higher collision rate results in a higher kinetic energy, in
which the reactants are sufficiently energetic (kinetic
energy should be higher than the activation energy) to
ensure the reaction to occur. This implies that a faster
polymerization reaction is much more likely at a higher
reactor temperature for a process with a lower activation
energy. The simulation results showed that approxi-
mately 4% increase in the rate coefficients for every 10
K rise in temperature. A smaller rate coefficient values
were observed for k; and kg, due to their larger activation
energies (E; and Ep,) compared to others i.e. k,, ko, k¢
and k. It was also observed that k; and kg, increased and
dropped much faster than the other rate coefficients (k,,
kpo» k¢ and k). The rate coefficients steadily dropped
after the first 1,500 s as the reactant becomes limited.
After 7,200 s, no substantial change was observed in all
rate coefficients, as the reactor temperature is kept con-
stant around 324 K. An approximately isothermal condi-
tion is maintained after 7,200 s. This work showed that
the rate coefficients are strongly affected by their activa-
tion energies and the reactor temperature.

Figure 8 shows the zeroth, first and second moments
for dead polymer chains. Dead polymer chain is formed
during the termination reaction where the polymer chain is

0 1 2 3 4 5 (]
0 1 2 3 4 5 (]
0 1 2 3 4 5 (]
t(h)
10,000
h2
1,000 /
7 100
E
g 10 2
2
= 1 ;i
- ’0
01 —
0.01
0 1 2 3 a 5 6

t(h)

Figure 8: Zeroth, first and second moments for dead polymer
chains.

incapable of further growth. Sharp increases in dead poly-
mer chains concentration in the first 1,500 s are caused by
the increases of termination rate (k; in Figure 7). However,
the monomer conversion in this work is not affected by the
dead polymer chain formation. As shown in eqs (9) and
(11), the propagation reaction depends on k2, where the
exponent |a| is small (0.5). Therefore, the propagation reac-
tion still occurs, even though k; is much larger than the k,
as shown in Figure 7.

Figures 9-11 show the weight-average molecular
weight (M,,), number-average molecular weight of dead
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Figure 9: Evolution of weight-average molecular weight, M,,
(kg kgmol™).

:

g

M, (kg kgmol 1}
g

g

o

0 1 2 3 4 5 6
t(h)

Figure 10: Evolution of number-average molecular weight, M,
(kg kgmol™).
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Figure 11: Evolution of polydispersity index (PDI).

polymer chains (M,) and polydispersity index (PDI),
respectively. The evolution of M,, and M, in Figures 9
and 10 are similar as the monomer conversion in Figure 4
and the moments plot in Figure 8. As monomer conver-
sion increases, the viscosity of reacting mixture increases.
This causes a cage effect and the polymer chain stopped
growing. In the meantime, the formation of a dead poly-
mer chain is increasing due to the termination of poly-
merization in the first 1,500 s. Hence, M,, and M, are
increasing as well. PDI is a measure of polymer molecular
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weight distribution. A polydisperse polymer has a PDI > 1,
where all the molecules consist of different chain length.
While a monodisperse polymer consists of similar length
chains (PDI=1). Usually, chain polymerization yielded
values of PDI between 1.5 and 20. PDI values increase
as a reaction product becomes more heterogeneous
owing to the difficulty of controlling the operating con-
ditions in exothermic and non-linear polymerization pro-
cess. In this work, PMMA is polydisperse with the PDI is
about 7.9. The physical properties and mechanical prop-
erties (e. g., tensile strength, impact resistance and elas-
ticity) of polymers are affected by their molecular weight.
The desired polymer products should have a sufficiently
long chain length (high M,)) and low PDI.

7 Conclusion

The optimization of solution polymerization of MMA with
toluene in the presence of AIBN as the initiator was
performed using MATLAB. The model prediction showed
good agreement with the experimental data with about
2.7% and 2.3% of deviation in the reactor temperature
and jacket temperature, respectively. This work indicated
that 94 % of MMA conversion at a minimum batch time of
8,951 s (2.5 h) can be achieved using the initial AIBN
concentration of 0.126 kgmol m™> and initial reactor tem-
perature of 346 K. The results of this work demonstrated
that MATLAB can be employed to perform an optimiza-
tion study of MMA polymerization effectively and
economically.

Nomenclature
A Temperature dependent coefficient in gel effect model
B Constant parameter in gel effect constant
G Concentration of initiator, kgmol m=3
Cio Initial concentration of initiator, kgmol m~
Cm Concentration of monomer, kgmol m™
Crno Initial concentration of monomer, kgmol m=
Cs Concentration of solvent, kgmol m™
Cso Initial concentration of solvent, kgmol m™3
c Heat capacity of reacting mixture, k] kg™ K™
Cw Heat capacity of water, kJ kg™ K™
D Intermediate variable in gel and glass effect models
D, Radical diffusion coefficient, m? s*
D, Dead polymer chain with n unit of monomers
Efmn Activation energy for chain transfer to monomer,
k) kgmol™
E; Activation energy for initiation, k] kgmol™
Epor Eto Activation energy for rate coefficient k,, and ki,

k) kgmol™
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Eeps Eor
Few

fifo
AH,

Zfm

Activation energy for parameter kg, and ke, kJ kgmol™
Cooling water flowrate, m*> s™*

Initiator efficiency at time t and t = 0

Heat of propagation rate, k) kgmol™

Initiator

Rate coefficient for chain transfer to monomer, m?>
kgmol™ s7*

Rate coefficient for chain transfer to solvent, m®>kgmol™ s~
Rate coefficient for initiation, s~

Intrinsic chain initiation rate coefficient, m>kgmol~
Rate coefficient for propagation, m®>kgmol™ s7*
Overall propagation and termination rate coefficient at
zero monomer conversion, m> kgmol™ s

Rate coefficient for termination by combination and dis-
proportionation reactions, m>kgmol™ s™*

Temperature dependent coefficient in gel effect model
Temperature and initiator loading concentration depen-
dent parameter in gel effect model

Monomer

Molecular weight of initiator, kg kgmol™

Molecular weight of monomer, kg kgmol™

Molecular weight of polymer, kg kgmol™

Molecular weight of solvent, kg kgmol™
Weight-average molecular weight of dead polymer chain,
kg kgmol™

Mass of reacting mixture, kg

Avogadro’s number, mol™

Heater power input, k) s*

Live polymer chain consisting of n monomer units
Probability of propagation

Universal gas constant, k) kgmol™ K™

Rate of consumption for monomer and initiator,

kgmol m=3 57!

Hydrodynamic diameter of PMMA, m

Effective radius at inner diffusion cage, m

Effective radius at outer diffusion cage, m

Reactor temperature, K

Cooling water temperature, K

Glass transition temperature of PMMA, K

Jacket temperature, K

Initial reactor temperature, K

Room temperature, K

Time, s

Final batch time, s

Overall rate of heat added to jacket, k] s™*

Final volume of reacting mixture, m>

Free volume of monomer

Free volume of polymer

Volume of monomer, m>

Initial volume of reacting mixture, m>

Specific free volume of reacting mixture, m>kg™*
Critical volume of initiator, m>kg™

Critical volume of monomer, m®>kg™

Critical volume of polymer, m3kg™

Weight fraction of monomer

Weight fraction of polymer

Monomer conversion

Frequency factor for chain transfer to monomer, m>
kgmol™ s7*

Frequency factor for chain transfer to monomer, s™

1
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Zpo Frequency factor for rate coefficient kyo, m*>kgmol™ s

Zto Frequency factor for rate coefficient ks, m> kgmol™ s7*

Zop Frequency factor for kgp, m>kgmol™ s™

Zot Frequency factor for kg, m> kgmol™ s7*

Symbols

£ Volume expansion factor

a Process parameter

&, Concentration of live polymer chain, kgmol m™>

Aos Az, A, Zeroth, first and second moments for dead polymer
chains, kgmol m™3

Pm Density of monomer, kg m™

Ds Density of solvent, kg m™

Py Density of polymer, kg m™

Pw Density of water, kg m™

1y Mass concentration of dead polymer chain, kg m™

o, Volume fraction of polymer

Do Initial volume fraction of monomer

€; Proportionality coefficient

Y Overlap factor

Top Try Characteristic times for radical diffusion and chain
initiation, s
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