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Experimental and theoretical studies on the partial hydrogenation of vegetable oil in a monolithic stirrer reactor are
reported. A complete mathematical model of the reactor was developed, including hydrogenation and isomerization
kinetics, catalyst deactivation, external gas—liquid and liquid—solid as well as internal mass transfer. The experimental
studies were carried out in a Pd/Al,O3/Al monolithic stirrer reactor, at a wide range of temperatures (353-373 K), pres-
sures (414-552 kPa), and catalyst loadings (0.00084—0.00527 kgpycxp m~3). Based on this model, simulated data can
be used to evaluate the catalyst (Pd/Al,O3/Al) and the hydrogenation process in consecutive catalytic tests under differ-
ent operating conditions. © 2014 American Institute of Chemical Engineers AIChE J, 60: 3524-3533, 2014
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Introduction

Monolithic catalysts have been studied for multiphase cat-
alytic applicaltions,l‘2 including hydrogenation reactions.”™
Considering that many of these reactions are limited by
mass-transfer resistance phenomena, the excellent character-
istics of monoliths associated with mass transport are of
great relevance.

The hydrogenation of vegetable oils is the most commonly
used method in the food industry to increase the melting
point and oxidative stability of the end product. However,
the use of vegetable oils for nonfood applications such as
lubricants, paints, and plastics, which have traditionally been
derived from crude oil, is gaining importance.'®'* Even
though biolubricants are more expensive than mineral-based
lubricants, they are biodegradable and have low-toxicity.
Nevertheless, partial hydrogenation of the vegetable oil is
essential because of the requirement of higher viscosity and
stability for oxidative rancidity and hydrolysis.

The industrial hydrogenation of vegetable oils is carried
out in conventional slurry reactors operating in batch or
semibatch mode."? Usually, the catalyst is nickel and the
reaction is limited by gas mass transfer. In this process, most
of the global resource consumption of the plant is used to
remove the catalyst particles during the filtration process,
and the remaining traces of the metal leached from the cata-
lyst, by a series of consecutive bleaching stages. The final
stage consists in the removal of the residual filter cake that
remains after the previous steps. The contribution of these
stages to the global costs of the process is usually significant,
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representing about 20% of the global operational expenses,
but they can reach up to 50% of total costs if the hydrogen
and catalyst consumption is excluded.®

Various alternative designs based on monolithic catalysts
have been recently proposed as a potential solution to these
problems,14_17 simplifying the process and significantly
reducing the operational costs.

In a previous work, palladium structured catalysts of ano-
dized aluminum (Pd/Al,Os/Al) were evaluated as monolithic
stirrers in the partial hydrogenation of sunflower oil.* The
monolithic catalysts showed high activity, which decreased
after consecutive uses. The excellent catalytic activity and
mechanical stability of this structured catalyst promoted a
deeper study of the reaction system.

A complete mathematical model of the reactor was devel-
oped, including hydrogenation and isomerization Kinetics,
catalyst deactivation, external gas—liquid and liquid—solid as
well as internal mass transfer. The experimental studies were
carried out in a Pd/Al,0O3/Al monolithic stirrer reactor, at a
wide range of temperatures (353-373 K), pressures (414552
kPa), and catalyst loadings (0.00084-0.00527 kgpq cxp m ).
The mathematical model could be used to evaluate the novel
catalyst and the hydrogenation process in consecutive cata-
lytic tests under different operating conditions.

Experimental
Catalyst preparation

Anodized aluminum monolithic catalysts were prepared
using a commercial laminated pure aluminum as metallic
substrate. The composition of the aluminum sheets was:
99.05 % wt Al, 0.4 % wt Fe, 0.25 % wt Si, 0.3 % wt others.

Anodizing technology was used to generate an alumina
layer on the Al surface that would serve as support for the
palladium catalyst. The anodization process was carried out
with oxalic acid (1.6 M) as electrolyte at 313 K for 40 min

AIChE Journal



D.C. motor

Dimensions [m]

Oil inlet

Dr

DS DM HG HL HM

_N_

Thermocouple

0.064 0.037 0.014 0.125

0.08 0.012

Sample valve

—pt

H, inlet
@ Monolith blade

Figure 1. Schematic of the monolithic stirrer reactor.

(plus2 40 min pore opening) using a current density of 2 A
dm ~.

Monoliths were prepared by rolling around a spindle alter-
nate previously anodized flat and corrugated foils. The final
monolith was a cylinder of 14-mm diameter by 15-mm
height and a cell density of 55 cells per square centimeter.
The monoliths were loaded with Pd by wet impregnation, by
dipping them in a Pd(CsH;0,), (Fluka, Sigma-Aldrich, 99%)
solution in toluene at room temperature for 24 h under agita-
tion. After impregnation, the monoliths were dried at room
temperature, and then calcined at 773 K for 2 h. These sam-
ples are referred to as Pd/Al,Os/Al.

Monolithic catalyst characterization

The monolithic catalysts were characterized using N,
adsorption isotherms at liquid nitrogen temperature for surface
area measurements in a Micromeritics ASAP 2000 system. N,
and He (99.999 % purity) were supplied by Air Liquide.

The amount of alumina generated by the anodizing process
was determined by a gravimetrical method. A conventional
ultrasonic method was used for the Al,O; adherence test.'®

The catalyst composition was determined by atomic
absorption spectroscopy using a GBC AVANTA X unit and
x-ray fluorescence in a PANalytical MagiX spectrometer
with Rh anode, LiF200, PE, PX1, and PX4 crystals under
He atmosphere.

Scanning electron microscopy (JEOL 35 CF, 15 keV volt-
age of acceleration) and transmission electron microscopy
(JEOL 100 CS operated at 100 keV) were used for topo-
graphical and particle size studies.

H, chemisorption runs were carried out in a conventional
pulse apparatus19 in a special cell at atmospheric pressure
and 373 K. Prior to chemisorption, the catalysts were
reduced in situ at 573 K in flowing H, (20 em® min~ ). The
fraction of exposed Pd was calculated assuming that one
hydrogen atom is adsorbed per surface Pd metal atom.

Catalytic activity measurements

The catalytic activity tests were carried out in a 600 cm®
Parr reactor equipped with a magnetically driven agitator that
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was modified to perform as a monolithic stirrer (Figure 1).
The reaction conditions used are listed in Table 1. Further
experimental details on the activity test procedure are given
elsewhere.®

The reaction products were analyzed by gas chromatogra-
phy. Triglyceride derivatization for further analysis was car-
ried out following the IUPAC standard method 2.301.%°
Chromatographic analyses were carried out in a HP4890D
gas chromatograph using a SUPELCO SP2560 100 m X

Table 1. Set of Reactions Tested

Temperature Pressure Catalyst loading

Test (K) (kPa) (Kgpd,exp m?) Batch®
1 353 414 0.00168 1
2 373 552 0.00168 1
3 353 552 0.00168 1
4 363 483 0.00126 1
5 353 552 0.00084 1
6 373 414 0.00168 1
7 373 414 0.00168 2
8 373 414 0.00168 3
9 373 414 0.00168 4
10 373 414 0.00168 5
11 373 414 0.00168 6
12 373 414 0.00168 7
13 373 414 0.00168 8
14 373 414 0.00168 9
15 373 414 0.00168 10
16 373 414 0.00084 1
17 363 483 0.00126 1
18 373 552 0.00084 1
19 363 483 0.00126 1
20 353 414 0.00084 1
21 373 414 0.00527 1
22 373 414 0.00527 2
23 373 414 0.00527 3
24 373 414 0.00527 4
25 373 414 0.00527 5
26 373 414 0.00527 6
27 373 414 0.00527 7
28 373 414 0.00527 8
29 373 414 0.00527 9
30 373 414 0.00527 10

“Number of times that the monolithic catalyst was used in reaction.
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Table 2. Kinetic Model, Including Hydrogenation and
Geometric Isomerization Reactions

Hydrogenation Reaction Isomerization Reaction

ki

chs () CET  (r)
LS () ccser ()
e () CT=TT (1)
e (1)
CT-5T (1)
5T ()

0.25 mm X 0.2 mm capillary column. Operating conditions
and related procedures followed the AOCS method Ce Ic-
89.2" The fatty acids in the analyzed samples were identified
by comparison with the Supelco® 47885-U analytical stand-
ard. The iodine index is a measure of unsaturation of triglyc-
eride molecules. Its value decreases as the number of double
bonds diminishes, and it can be determined from the chro-
matographic analysis according to AOCS norm Cd 1c-85.%

Two monoliths were arranged as the blades of the agita-
tor, as shown in Figure 1, and reduced in situ in a hydrogen
flow of 100 cm® min~' for 30 min at 373 K. In each reac-
tion, 250 cm® of predisoxigenized oil was used. To monitor
the reaction progress, 0.5 cm?® samples were taken every
10 min.

Integral Model of the Monolithic Stirrer Reactor

The monolithic stirrer reactor can be modeled as an ideal
semibatch reactor for H, and as a batch reactor for the liquid
reactant and product. The hypotheses considered for the
reactor model were as follows:

e Perfect mixture of reactants and product in the tank
(the concentration gradients inside the monolith channels
were disregarded).

e Heterogeneous model with resistance in the gas—liquid
interface and in the liquid—solid film, considering intrapar-
ticle diffusional resistance.

e Isothermal reactor (see Evaluation of diffusional con-
trols section).

Experiences not shown in the present manuscript revealed
the high mixing performance of the reactor.

Kinetic model

A model for the hydrogenation reaction of sunflower oil
was developed taking into account the hydrogenation of the
double bond, and also the isomerization reactions (as shown
in Table 2) and the deactivation phenomenon. For the molec-
ular adsorption of the surface hydrogen, a dissociative mech-
anism was considered.>

The kinetic model was based on the following assumptionsz4:

e The triglyceride and H, molecules do not compete for
the same active sites.

e The amount of vacant sites for
negligible.”*%’

e Triglyceride and H, adsorption are assumed to be at
equilibrium.

e The fractions of the surface occupied by the intermedi-
ates are negligible due to their high reactivity.

triglycerides is
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e The location of the double bonds does not affect the
reaction rates.

e The probability of diene adsorption is twice as much as
the monoene adsorption.24

e The same overall effectiveness factor is assumed
for the different reactions because reaction rates and
diffusivities have the same order, thus simplifying the
calculation (Overall effectiveness factor section).

e The reaction rate is controlled by adding the first hydro-
gen in the double bond.?

For a well-agitated batch reactor, the mass balances of the
species can be written as follows

dCcc

g wn(-r2-rh) "
e e e
LI gy w (=) &
%:‘Pi w 1 (ra+rh—=r = ris) )
%:‘Pi w ﬂ("iso—l‘/l-i-r’z/-l—ré”) 5)
%:q)i w n(r|+r) 6)

The Langmuir-Hinshelwood (LH) rate expressions can be
described by

m=ky Occ On @)
1
"/225 ky Ocr On (8)
1
F'Z'ZE ky Ocr On 9
r'2"=k2 GTT 9[.1 (10)
ri=k; Oc Oy (11)
I‘llzkl HT 91.1 (12)
0
risozkiso (HC_ K_T >9H (13)
o HCT
,ig()_kiSO OCC_z K. 01—1 (14)
1 0
rieo =kiso (EQCT—K?>9H (15)

The 1/ factor included in Egs. 8, 9, 14, and 15 considers
the possibility that the hydrogenation or isomerization of a
certain double bond into a di-unsaturated compound can
occur.

The deactivation process is represented by ¢; in Egs. 1-6,
and it is explained in Deactivation section.

The expressions for the vacant sites (0;) were obtained
considering the kinetic model presented in Table 2 (they are
listed as Supporting Information).

Previous reports determined an equilibrium constant
value of Kj,,=3.5 at a temperature of 393 K for the
equilibrium between oleic and elaidic acids during
reaction.”

The kinetic constant k; and the hydrogen adsorption con-
stant K depend on temperature following an Arrhenius-type
function.
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Deactivation

To reproduce the experimentally observed behavior, the
deactivation phenomenon can be expressed as a function that
depends on the reaction time (1#).27 Besides, there is also a
deactivation phenomenon associated with the number of
reuses of the catalyst. This deactivation was modeled by a f8
multiplying parameter, with f=1 for the first use of the
monolithic catalyst (Batch=1). Thus, the following three
models were analyzed for the catalyst deactivation

o=y, p=p (1—at) (16)

©2=Y, =P exp(—at) 17
_ _ B

Q3=Y; = 1+ 1 (18)

The models were denoted by D1 (Eq. 16), D2 (Eq. 17),
and D3 (Eq. 18). Thus, the deactivation was separated from
the hydrogenation kinetics.

Overall effectiveness factor

In a previous work,%® a theoretical derivation of the over-
all effectiveness factor for slab geometry applicable to uni-
form washcoats on a monolith surface for three-phase
reaction systems was developed, based on the work of Ram-
achandran and Chaudhari.>**® The overall effectiveness fac-
tor is defined as the ratio of the observed reaction rate (Ry)

Do Ky Cu,*(1—n/0x)

to the reaction rate without transport resistances (Qy)

according to the following equation

Ry
W:m (19)
where
Ru=My(Cu,” —Ch,) (20)
11 + ! 2n

My koL a.  kis as

It is worth noting that Qg will be expressed according to
the type of kinetics adopted. For a LH model

QH = k() 011 (22)

where kq is given in Ref. 23.
Equation 19 can be rewritten

_ 1’](\/1"1‘[(1.[ CHZ*\/I_’?/GH

(23)
1++/Ky Cu,*\/1-n/oy
where
M * *
oh— H \/CH2 (1+\/KH CH2 ) 24)
w k() \/KH
(25)

V2 [1+Ky Cu, (1=n/on)l{Ku Cu,* (1=n/oy)—In[1+Ky Cu,* (1=n/oy)]}'?

tanh (&
()
where (J, can be expressed as
1/2
ko K,
Fo=L (OTHPC> (27)
[

Mathematical tools

The Gproms software was used to solve the set of alge-
braic and differential equations, and to fit the experimental
data. It is based on the statistical method of maximum likeli-
hood estimation.

To perform a direct comparison of the parametric good-
ness of fit of the different models, the Akaike Information
Criterion (AIC) was used.’! The AIC provides a means for
model selection: the model with the minimum AIC value
will be the preferred model.

The relative likelihood (RL) is determined by the follow-
ing function’>

(28)

AlICi, —AIC;
RL=exp (mmi)

2

RL can be understood as the relative probability that the
ith model minimizes the estimated information loss.
Evaluation of diffusional controls

The catalytic hydrogenation of vegetable oils is a three-
phase system strongly limited by mass-transfer resistances.
Boldrini et al.? carried out an exhaustive study on the hydro-
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genation of sunflower oil with a monolithic stirrer reactor,
determining the coefficients of internal and external mass
transfer under the same conditions as used in the present
work.

Mass transfer in the gas-liquid interphase

The coefficient of gas—liquid mass transfer (kgLa) was
determined by gas absorption measurements according to the
technique described by Teramoto et al.>® For the reaction
system used in this work, kgra presented a value of
0.15 s~ ', which was used in the present analysis.’

Mass transfer in the liquid-solid film

The coefficient of hydrogen mass transfer in the liquid—
solid film was estimated using the Sherwood correlation pro-
posed by Hoek,** valid for a three-phase system in a mono-
lithic stirrer reactor, thus obtaining the average mass-transfer
coefficient kj g.

1/3

Sh =1.16(Re Sc) (29)

_ kisDy
D

The molecular diffusion of H, in oil was obtained from
the expression reported by Fillion and Morsi.*> The density
and the viscosity of the liquid were calculated according to
Refs. 36 and 37.

The fluid velocity rate inside the channels (required to cal-
culate the Reynolds number) was obtained by the method of
Edvinsson et al.'” For an agitation rate of 1400 rpm, it was
found that the average velocity in the monolith channels is a
function of temperature determined by

DOI 10.1002/aic 3527



Figure 2. SEM image of the monolith channels: corru-
gation inclination angle (J) relative to the ver-
tical axis.

V [m s7']=0.0076 T[K]—2.1595 (30)

Evaluation of heat transfer

The analysis of heat transfer is very important for highly
exothermic hydrogenations.

External diffusion effects of heat

An energy balance between the fluid and the catalyst sur-
face verified that the heat generated by the reaction equals
the heat-transfer rate between the catalyst and the fluid.”’
The difference in temperature between the bulk of the fluid
and the catalyst surface is given by

(—AH)RyW

31
W a, (€Y

(TS_TB):
The parameters present in the previous expression can be
obtained experimentally, except for the heat-transfer coeffi-
cient (&), which can be calculated from the Nusselt number,
defined as
hl

Nu= -
AL

(32)

A model for predicting the Nu number in the combined
entrance region of noncircular channels was developed by
Muzychka and Yovanovich based on the Lévéque expres-
sion.*® This model predicts the average Nu number and is
valid for isothermal and isoflux boundary conditions. They
proposed a general equation valid for any geometry, and

different region flows, according to the following
expression
1y S 5 /s
TReyz\’ fRez
N )=|4C> C +1C | o—F2=—
ua) { 2 ( z '8 Vre
(33)

Table 4. RL Values for the Kinetic Models Studied

Kinetic Model RL

LH-D1 0.99

LH-D2 0.99

LH-D3 1
/R = (34)
e =
VAT Ve (1+€) [1- 2 qanh ()]
z Re  Pr

f= 35
7 (35)

The values used for the constants C;, C,, and C; were
3.24, 1.5, and 0.409, while the parameter y had a value of
0.1.%® For the system studied, at 373 K, the thermal (Lt) and
hydrodynamic (Ly) entry lengths were 0.26 and 0.003 m,
respectively, indicating a Graetz flow (L >> Ly, L << Ly).

To calculate Pr, the heat capacity of the oil was calculated
according to Ref 39, and the thermal conductivity (4;) was
obtained from Ref. 39.

The characteristic length used in Eq. 32 is v/A, where A
represents the cross-sectional area of the channel. For the
sinusoidal channels,*® the flow area is

A=2bacos (0) (36)

0 is defined as the inclination angle of the corrugated wall
to the vertical axis. It was obtained by a direct experimental
measurement from the front view of the monolith (Figure 2).

In a previous work, the Lévéque approximation was used
for a three-phase system in a monolithic stirrer reactor.**

Internal diffusion effects of heat

Based on the simultaneous resolution of the heat and mass
balances, disregarding all the external resistances and consid-
ering a complete reaction, the following expression is
obtained for the maximum intrapore temperature gradient27
(=AH)D.Cq,s

ATmax = Pl
€

(37)

The effective thermal conductivity can be determined
using the porosity values and thermal conductivities of the
solid and the fluid according to

5 l—¢
AL
)ue :}Ns -
()LS)

The thermal conductivity of the solid (4) was approxi-
mated to the corresponding value of alpha alumina, given its
structural similarities with the alumina generated by anodiza-
tion, according to the correlation reported in Ref. 41.

The effective diffusivity was calculated based on the prop-
erties of the support, considering a tortuosity value of 1 (due
to the linear geometry of the pore) and a porosity (¢ = 0.3).

The H, concentration on the surface corresponds to the
level of H, solubility in the liquid phase, which was calcu-
lated following the equation presented by Fillion and Morsi.*

(38)

Table 3. Some Morphological Properties of the Anodization Layer of the Monolithic Catalyst

BET Surface Area

Mass ALOs (gm,?2) (m? monolith ™) (M2 hos)

Pore Volume

Pore Radius (A) Al,0O5 Thickness (pum) (cm® monolith™ ")

33.82 8 25

220 18 0.012
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Table 5. Kinetic Parameters Fitted for the LH-D3 Model
with the Corresponding Confidence Intervals of 95%

Parameter Value

E1/R (K) 8104.9 =20
E>/R (K) 7911.1 =20
Ey/R (K) 1161.9 =91
Eiso/R (K) 6956.5 =20

0.3415 =+ 0.0005
3.5959 + 0.0053
2.6705 = 0.0039

709.474 + 5
19 X 107°+77 x 107%

ky, (kmol kg;d{exps*‘)
ka, (kmol kegp oo™
kiso, (kmol kg;dlvexps’l)
Ky, (kmol kgpg o os™")
o (dimensionless)

Thus, the variation of maximum temperature inside the
pores of the catalyst could be determined.

Results and Discussion

The morphological characteristics of the alumina support
acquired by the anodization process are presented in Table 3.
No weight loss was observed in the adherence test of the
monoliths analyzed, indicating that the alumina generated by
anodization has a high adherence to the substrate. The TEM
images showed that the Pd particles had a diameter of 5 nm,
representing a metallic dispersion of 35%.

Regarding heat transfer, it was evaluated at 7=1373 K
with a catalyst loading = 0.00527 Kgpq cxp m 2 (conditions of
the highest activity) considering the following values
—AH = —121 kJ mol ™', Ry=699mol s 'kg_!.

The effects of internal heat transfer were evaluated using
Eq. 37, with 2. =05 W m~ 2 K~ !. The difference in intra-
particle temperature was approximately 0.003 K. Heat exter-
nal diffusion effects were analyzed taking into account Eq.

2,5
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a2
T 21 !
5
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[
E
E 1
1
3
5
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T T
o =1 : i i i . .
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0 —= = = i
0 500 1000 1500 2000 2500 3000 3500
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Figure 3. Hydrogenation of sunflower oil.

31, with h=1025 Wm > K", a,,=0.0168 m”. The calcu-
lations show a negligible temperature increase of 1.6 K
between the bulk liquid and the catalyst surface; therefore,
the system operated under isothermal conditions.

The RL values for all the proposed models are presented
in Table 4. It was found that the model LH-D3 (LH mecha-
nism and deactivation kinetics described by Model 3) pre-
sented the minimum AIC value, representing the
experimental data with the highest precision. The numerical
difference in RL was of 0.01, which would indicate that
there was no significant difference between the deactivation
models. This point will be further discussed later.

The kinetic parameters fitted for the kinetic model LH-D3
are shown in Table 5.

It can be observed that the kinetic constant k;, of the
hydrogenation of diene (3.5959kmol kg;d{exps_l) was higher
than that of monoene (0.3415kmol kg;dl,exps_l), whereas
their corresponding activation energies showed the opposite
behavior (7911 and 8105 J mol ', respectively), confirming
that the hydrogenation of diene has a higher activation rate
than monoene.

Regarding the activation energy of the isomerization reac-
tion, the value was noticeably lower than those correspond-
ing to the hydrogenation reactions, which indicates that the
effect of temperature is differential.

In the case of the value obtained for the constant of H,
adsorption on the catalyst surface, once again the results
were in agreement with the literature.>> The activation
energy associated with this parameter was low, showing a
low temperature dependence.

The values obtained for the kinetic parameters can be
compared with those reported in the literature. Santacesaria
et al.”® and Fernandez et al.** studied the hydrogenation of

25 4
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Operating conditions: (A) T'=373 K, metallic loading = 0.00168 kgpg cxp m™3; (B) T =353 K, metallic loading = 0.00168 kgpa,exp
m~3; (C) T =373 K, metallic loading = 0.00084 kgpq cxp m~3; (D) T =353 K, metallic loading = 0.00084 kgpq cxp m 3. References:
Curves: simulation, Dots: experimental data, ¢ C18:0; B C18:1; X Trans C18:1; A C18:2; * Trans C18:2. [Color figure can be
viewed in the online issue, which is available at wileyonlinelibrary.com.]
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-
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Figure 4. Parity plot of the calculated vs. experimental

concentrations for the LH-D3 model.

References: ¢ C18:0, M C18:2 CCT, A Cl18:2

CTT, + C18:2 CCC, XC18:1 CT, O C18:1 CC. [Color

figure can be viewed in the online issue, which is avail-
able at wileyonlinelibrary.com.]

sunflower oil on palladium catalysts supported over slurry-
type systems, reporting similar values for the kinetic con-
stants to those found in the present work (8 and 1 kmol
kg;dl,expfl and 0.39 and 0.1 for ky, and k;,, respectively).

A good fit of the kinetic parameters would show the good-
ness of the mathematical model of the reactor, and the
adequate determination of the mass-transfer coefficients.

The experimental and calculated concentration profiles for
the model LH-D3 are shown in Figure 3. Figure 3A presents
the tests carried out at 373 K and 414 kPa with a metallic
loading of 0.00168 kgpg cxp m 2, and Figure 3C corresponds
to the same temperature and pressure with a metallic loading
of 0.00084 kgpg,cxp m . Figures 3B, D correspond to the
tests performed at 353 K and 414 kPa with metallic loadings
of 0.00168 and 0.00084 kgpg exp m >, respectively. It can be
observed that the model describes satisfactorily the hydro-
genation kinetics for the configuration of a monolithic stirrer
reactor. This is confirmed in Figure 4 for all the experimen-
tal tests.

Regarding the deactivation process, as indicated above, no
differences were found in the RL values between the pro-
posed models. The models (Eqgs. 16-18) considered two
independent deactivation phenomena: one associated with
the reaction time (y;=f(«,7)), and the other one with the

1§
0.8 - ¢
L 3
0.6 -
=9
0.4
u *
¥ * @
0.2 %] (%]
L Q * L4 P
%] B hd
0 T T T T T
1 2 3 4 5 6 7 8 9 10
Batch [N°]

Figure 5. Evolution of parameter f as a function of the
number of uses.

Operating conditions: (®) T=373 K, P=414 KkPa,
metallic loading = 0.00527 Kgpq exp m~3, (W) T=373 K,
P =414 kPa, metallic loading =0.00168 Kkgpg,exp m~3,
[Color figure can be viewed in the online issue, which is
available at wileyonlinelibrary.com.]
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Figure 6. Hydrogenation reaction of sunflower oil cor-
responding to Batch 3, at T=373 K, P=414
kPa, metallic loading = 0.00168 kgpg,cxp m~3,
Curves = simulation, Dots = experimental data: @
C18:0; W C18:1; X Trans C18:1; AC18:2; * Trans

C18:2. [Color figure can be viewed in the online issue,
which is available at wileyonlinelibrary.com.]

batch number (f3). For the model LH-D3, o presented a value
of 1.9 X 107° For the rest of the models, parameter o
showed similar values. Figure 5 presents the value of param-
eter f for the different batches (Pd loading: 0.00168 and
0.00527 Kkgpgexp m ). For the high Pd loading, this parame-
ter presented values between 0.83 and 0.13 for Batch 2 and
10. For the low Pd loading, 8 presented lower values, which
could be attributed to the extremely low Pd:oil ratio, close to
phospholipids concentration in a refined 0il.*? The goodness
of fit of the model for the experimental data of Batch 3 is
presented in Figure 6 (Test 8 in Table 1).

The physical meaning of Eqgs. 16-18 could be associated
with the loss of dispersion of the palladium particles (deter-
mined by H, chemisorption). The decrease in Pd dispersion
was not a consequence of sintering of the active metal par-
ticles. The TEM micrograph indicated that the mean diame-
ter of the metallic particles remained constant. Thus, the loss
of dispersion was due to the coverage of the Pd surface (the
specific surface area of the support remained constant). For
the test performed at 373 K with 0.00168 kgpq cxp m >,
p decreased by 90% and Pd dispersion by 84% (between
Batches 1 and 10).

In summary, the results of the deactivation model would
indicate that the fall in the catalyst activity occurs during
reaction and between batches, due to fouling and to catalyst
manipulation between batches. The exact contribution of each
terms is not fully establish yet. Experimentally, it could be
explained by the possible formation of polymers on the Pd
surface, which are very difficult to extract with solvent.® Poly-
unsaturated fatty acids are very susceptible to thermal poly-
merization®® and oligomer formation caused by oxidation.**
Metals can act as a catalyst for both polymerizations.****®

To show the usefulness of the mathematical model of the
reactor, simulations for four consecutive batches are pre-
sented, with the objective of obtaining a final product with
IV=75 (39% C—C conversion) operating with a catalyst
loading of 0.00527 kgpgexp m 2. The results for the two
selected use strategies are presented in Table 6. In the first
case (Simulation 1), the first batch was operated at 358 K,
and temperature was increased 5 K in subsequent batches. It
can be observed that in the first three runs, the reaction times
are similar (~1 h): the temperature increase is sufficient to
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Table 6.

Simulation Results Obtained with the Mathematical Model of the Monolithic Stirrer Reactor for IV =75 and

0.00527 kgpg,exp m

Simulation 1

Simulation 2

C18:0 Trans® C18:0 Trans®
Batch T (K) trx (h) (kmol m™?) T (K) trx () (kmol m ™)
1 358 0.9 0.33 1.44 373 0.7 0.34 1.36
2 363 1.0 0.34 1.42 373 0.8 0.33 1.36
3 368 1.0 0.33 1.39 373 0.9 0.34 1.36
4 373 2.0 0.34 1.37 373 2.0 0.33 1.36

“Total trans concentration.

compensate for the loss in catalyst activity. By the fourth
use, when the deactivation process is more pronounced, the
reaction time is 2 h. Variations in the concentrations of satu-
rated product and total trans isomers are small and result
from the different combinations of temperature, time, and
catalyst loading variables (as indicated above, the fall in Pd
dispersion was confirmed experimentally).*

In the second case (Simulation 2), the four batches were
operated at 373 K and the reaction time was modified to
obtain a hydrogenated oil with IV =75. In the first three
batches, time was increased gradually to reach that objective,
whereas in the last run the results were the same as for Sim-
ulation 1.

When the results are compared, the sum of the operating
times is 5 and 4.4 h for Simulations 1 and 2, respectively. A
simple energetic analysis (considering reaction times and
temperatures) shows that the operating strategies used in
Simulation 2 result in a 5% decrease in energy consumption
compared with Simulation 1.

The mathematical model is a very useful and versatile tool
to generate usage strategies for the reactor to obtain a given
product (by describing the composition) and predict the
operating costs of the system (associated with temperature
and reaction time for a given catalyst loading).

In this context, Figure 5 could be visualized as function of
processed oil volume per mass of catalyst. This concept is
probably more relevant for technologies comparison.

Conclusions

A complete mathematical model of a reactor was devel-
oped, including hydrogenation and isomerization Kkinetics,
catalyst deactivation, external gas—liquid, and liquid—solid as
well as internal mass transfer. The experimental studies were
carried out in a Pd/Al,Os/Al monolithic stirrer reactor at a
wide range of temperatures, pressures, and catalyst loadings.

The good fit of the kinetic parameters indicated the good-
ness of the mathematical model of the reactor, and the
adequate determination of the mass-transfer coefficients.

The mathematical model showed to be a very useful and
versatile tool to generate usage strategies for the reactor to
obtain a given product (by describing the composition) and
to predict the operating costs of the system (associated
with reaction temperature and time for a given catalyst
loading).
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Notation
a = major length of channel, m
A = flow area, m?
ap = gas — liquid interfacial area per unit volume of liquid,
2 -3
meL My ) )
a, = geometrical surface area of monolith, m
ag = liquid — solid interfacial area, m>
b = minor length of channel, m
C; = concentration of component j, kmol m
Cy, = hydrogen bulk — oil concentration, kmol m?
Ch,, = concentration of H, at the catalyst surface, mol m >
Cp = Heat capacity, J kg~ ' K™!
= diffusivity, m* s~
D, = effective diffusivity, m?s!
Dy = hydraulic diameter, m
E; = energy of activation, kJ kmol '
h = heat- transfer coefficient, W m 2K!
AH = heat of reaction, J molﬁz1
K; = adsorption constant for j compound, m? kmol !
Kiso = isomerization equilibrium constant, m® kmol !
koL = gas — liquid mass-transfer coefficient,m} mgZs
k; = kinetic constant, kmol ! kg’l s !
k;, = frequency factor, kmol ' kg~ ' s~
ko = rate constant, kmol ! kg" s !
krs = liquid — solid mass-transfer coefficient, m s!
[ = \/A = characteristic length, m
= thickness of the catalytic slab, m
Lc = length of channel, m
My = total mass-transfer resistances, st
Nu = Nusselt number, dimensionless
Pr=Cp ﬁ = Prandtl number, dimensionless
r; = reaction rate, kmol kg{l s !
= 8.314 = gas constant, J kmol ' kg™'
Re= 2P Reynolds number, dimensionless
‘kH = observed rate of reaction of hydrogen, kmol ' s™!' m™?
Sc:§ D = Schmidt number, dimensionless
Sh = Sherwood number, dimensionless
t= time, S
T = temperature, K
T, = temperature at catalyst surface, K
Ty = bulk fluid temperature, K
AT wax = maximum intrapore temperature gradient, K
V = linear velocity in monolith channel m s~
w = mass of catalyst per unit volume of liquid, kg m >
W = mass of catalyst, kg
Greek letters
f = multiplying parameter related to batch deactivation
7 = shape parameter, dimensionless
0 = corrugation inclination angle, °
&= porosity, mﬁq mc’af
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appearance ratio,dimensionless

;'11 = overall effectiveness factor,dimensionless

1. = catalytic effectiveness factor,dimensionless

0; = surface coverage fraction of component j,dimensionless
/e = effective thermal conductivity of solid,J m~! st KT!
/1 = thermal conductivity of liquid,J m~' s™! K™!

As = thermal conductivity of solid,J I

u = viscosity,kg m~! s7!

p. = density of the catalyst, kg m
pL = density of liquid, kg m >
o = parameter defined by Eq. 32, dimensionless

@; = function describing deactivation phenomenon

¢ = generalized Thiele modulus, dimensionless
¢ = Thiele modulus, dimensionless

Y = activity function 21.

Qg = local rate of chemical reaction per unit weight of catalyst,

kmol ' kg™ '™
22.
Subscripts
23.
C = cis geometric isomer of monoene
CC = diene having two double bonds in cis position
j=C,CC,CT, H,S,T, and TT 24
S = saturated ’
T = trans geometric isomer of monoene
TT = diene having two double bonds in frans position 25
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