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The present research investigates the impact assessment of modified rice bran as a heterogeneous catalyst, and also production of
biodiesel from rice bran oil (RBO). Several variables including temperature, catalyst concentration, amount of methanol, and reaction time
were optimized in order to produce high quality RBO biodiesel with maximum yield. The results showed that the obtained conditions for
trans-esterification of RBO with methanol and carbon-based acidic heterogeneous catalyst were 65 °C reaction temperature, 6 h reaction
time, 10:1 molar ratio of RBO to methanol and 1.5% (w/w) catalyst. The rice bran oil methyl ester produced could be used as a fuel in

engines. Considering the availability and renewability, methyl ester rice bran can be easily produced in large quantities as a sustainable and

reliable energy resource for multi-functional applications.
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INTRODUCTION

Sustainable energy resources, as the environment-
friendly materials, are currently a worldwide challenge [1,
2]. However, increased consumption of fossil fuels and their
harmful pollutants are hampering the goals of sustainable
energy resources [3]. As a renewable fuel, biodiesel which
is considered as an alternative to diesel fuel has notably
progressed during the recent decades [4] to bring a useful
solution to the problem of diesel pollutants [5]. As a viable
alternative biofuel, biodiesel can be produced from edible or
non-edible source [6]. Research has shown that 70-75% of
the overall green diesel production cost is spent on
feedstock [7]. The use of economically viable feedstock can
significantly reduce the cost of biodiesel production.
Therefore, selecting an inexpensive raw in biodiesel
production is a crucial requirement [8]. Biomass sources,
particularly non-edible oils, that are locally produced from

agriculture and plant resources have been considered as an
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alternative energy source due to their renewability, and non-
toxicity [9,10].

However, rice bran oil (RBO) is available in large
quantities in rice cultivating countries [11]. In addition to its
availability in rice-producing countries as an agricultural
waste, one of the main advantages of rice bran is its low
cost for biodiesel production [12]. Although massive crude
RBO is abundantly available, only a small portion (<10%)
is converted into edible oil due to the difficulties in the
refinement process such as high content of free fatty acid
(FFA). The development of the two-step process is
restricted by the high energy
consumption and relatively high cost. A practical solution to

complex operation,
this problem is one-step methanolysis with simultaneous
esterification and trans-esterification converting the oil to
biodiesel by a simple process. Although alkali catalyzed
trans-esterification reacts with reflux system, the one step
mechanism simplifies the conversion process to decrease
the units of the procedure as well as the overall
process costs [6]. More recently, the heterogeneous catalysts
have been improved noticeably. The advantage of using
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heterogeneous catalysts lies in removing soap production

through  neutralizing fatty acid and triglyceride
saponification [13].

This experimental study aims at representing free fatty
methyl ester (FAME) synthesis from low quality rice bran
to propose an economical route for biodiesel production.
The utilization of this catalyst in simultaneous esterification
and trans-esterification has not been investigated yet.
Accordingly, the oil extraction process and the effect of
some factors, such as solvent and catalyst dosage on the
and  trans-esterification

esterification process

investigated. The catalytic performance of the carbon-based

are

acidic heterogeneous catalyst in simultaneous esterification
RBO for biodiesel
production are studied. The optimal reaction parameters,
catalyst

and trans-esterification of crude
such as reaction temperature, reactants ratio,
dosage, and reaction time are also studied.

EXPERIMENTAL

Materials and Methods

Rice bran was obtained by a local factory (Tarom,
Gilan, Iran). The mechanical impurity was removed through
a sieve. Methyl alcohol of 99.5% purity, n-hexane, and
anhydrous sodium sulfate were obtained from Merck
(Germany).

Extraction of RBO

To extract RBO, 110 g of rice bran was placed in a
soxhlet and the solvent (n-Hexane) was added to the flask.
Then, the mixture was heated up to the solvent boiling-point
which is 65-70 °C. Oil extraction procedure lasted for 5 h,
and the sample was then put inside the rotary device at 80
°C and 50 rpm for 75 min to separate the oil and the solvent.
Synthesis of  the Carbon-based Acidic
Heterogeneous Catalyst

Synthesis of the carbon-based acidic heterogeneous
catalyst was implemented in 2 phases. The first phase was
pyrolysis or production of biochar from the rice bran in
which 30 g of rice chaff was placed in a 90 °C oven for 24 h
to get dried. In a capped container, the rice chaff was
placed in a 400 °C furnace for 75 min. Biochar was placed
in acapped container made of seamless 316 stainless steel

806

tubing. The container was capped to prevent interaction of
oxygen with the sample during the pyrolysis. When
pyrolysis was implemented, the produced biochar was
The
sulfonation, was obtained using a dense (98%) sulfuric acid.
For each 0.2 g of biochar, 200 ml of acid was added to a
long-walled glass container specialized for sulfonation

changed into powder. second phase, biochar

reaction. A glass blade mechanical stirrer at the temperature
0of 200 °C for 24 h was used to stir the mixture. At the end of
the sulfonation reaction, a sintered glass filter was used to
separate the acid and the catalyst. Then, 80 °C laboratory-
made deionized water (twice distillated) was used to clean
the catalyst from the sulfate ions and neutralize the catalyst
pH. Finally, the sample was put into a 100 °C oven for 90
min to dry the catalyst.

RESULTS AND DISCUSSION

Catalyst Characterization

As shown in Fig. 1, 200 °C temperature was selected for
calcination the digested rice bran to produce the catalyst.
The results showed that the acidification and thermal
treatment of rice bran could produce the highly purified
heterogeneous catalyst. SEM was employed to study the
surface acidic as a
°C. Figure 1

illustrates agglomerated and large size particles (few

morphology of carbon-based
heterogeneous catalyst calcined at 200

microns). This difference concerns to the high temperature
at which the atoms of small particles diffuse to the boundary
and fuse the particles together to make bigger particles as
reported by Lee et al. [14]. The strong basic strength and
high basicity of the catalysts are correlated to the catalytic
activity where higher basic strength and basicity usually
give more biodiesel yield [15,16].

Biodiesel Production Methodology and Catalyst
Removal Process

To carry out the trans-esterification reaction, 1 1 of RBO
was heated at 65 °C in a round bottom flask. After that, the
heterogeneous catalyst was added in methanol (270 ml) and
poured into the round bottom flask containing the heated
RBO  while the
thermometer was placed in the reacting mixture to measure

stirring mixture continuously. A

reaction temperature. The reaction products were allowed to
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Fig. 1. Schematic representation of RBO trans-esterification reaction with carbon-based acidic heterogeneous catalysts.

settle under gravity for 6 h in a separating funnel. The
products of the trans-esterification process, including rice
bran oil methyl ester and glycerol, form the upper and lower
layers, respectively. The reaction was carried out under
atmospheric pressure. Heterogeneous catalyst was used
under the similar conditions. After gravity separation of the
glycerol, water washing of biodiesel is carried out to
remove the impurities of the product. The remaining
glycerol in biodiesel production can cause problems during
storage and damage the fuel system and other components
of the engine. To remove the remained catalyst, the
biodiesel product was washed with 10% (v/v) of warm
(70 °C) distilled water settled under gravity in the separating
funnel. Two layers were formed including the upper layer of
biodiesel and the lower layer of water and impurities. This
process was repeated until the lower layer had a pH similar
to the distilled water pH to confirm that the biodiesel is free
of catalyst. Some ester was lost due to emulsion formation
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during the process of catalyst removal. Fortunately, it was
insensitive to the initial moisture and FFA contents of the
bran to eliminate any further pretreatment. Because of the
high FFA content of RBO, conventional biodiesel
production method using base catalyst is unsuitable since
the base reacts with FFA forming soap
FAME yield and complicates the purification process [17].
After methanolysis of RBO, a gas chromatography (GC)

that decreases

analyzer was used to determine the fatty acid composition in
the RBO (Table 1).

Effect of Molar Ratio between Methanol and RBO
Alcohol/oil molar ratio is one of the most important
parameters affecting the yield of ester [18]. Due to its low
price and chemical and physical advantages, methanol is the
most commonly used alcohols used for trans-esterification
[19]. Methanol is the most polar and shortest chain alcohol.
Since methanol can easily react with triglycerides, leading
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Table 1. Fatty Acid Composition in RBO Determined by Using GC Analyzer

Details of GC analysis
GC type Agilent HP 6890
Column HP 1 crosslinked methyl siloxane
Detector Flame ionization detector

Initial temperature

125 °C

Temperature ramp

15 °C/min for 10 min

Final temperature

275 °C

Fatty acid Composition (%)
Palmitic acid (C16:0) 22.8
Linoleic acid (C18:2) 29.5
Oleic acid (C18:1) 46.1
Arachidic acid (C20:0) 0.8
Miyristic acid (C14:0) 0.8
100
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Fig. 2. Effect of molar ratio between methanol and crude RBO.
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to faster reaction rates, the solubility of catalyst in methanol
is faster compared to other alcohols. The stoichiometry of
the trans-esterification reaction requires 1:3 molar ratio to
yield 3 mol of ester and 1 mol of glycerol, but most
researchers found that excess alcohol is required to
complete the reaction [20]. In the present research,
methanol was used for biodiesel production. To evaluate the
influence of methanol/oil molar ratio of catalytic activity,
the reaction was investigated at five different molar ratios of
methanol:oil, 5:1, 10:1, 15:1, 20:1 and 25:1 (Fig. 2). It could
be found that the FAME yield has a considerable increase
from 79.5% to 97.2% as the methanol:oil molar ratio
enhances from 5:1 to 10:1. With the further increase of the
molar ratio to 15:1, the FAME yield declines. The results
clearly depict that the use of high methanol content
increases the biodiesel yield, but further excess amount of
methanol lowers the FAME yield. The excessive alcohol
leads the reaction towards the products, but further excess
of methanol saturates the active sites of the catalyst that
the
triglycerides being protonated at the active sites and lower

subsequently hinders completion of FFA and
the FAME yield. So, the optimized amount of methanol/oil
ratio should be used. In addition, further excess methanol
declines the concentration of RBO in mixture and
consequently decreases the reaction rate. Further increase in
the
contamination driving the equilibrium to the back to the
FFA side and lowering the FAME yield. Thus, the optimal

molar ratio of methanol to crude RBO is found to be 10:1.

methanol will also enhance chance of water

Effect of Catalyst Dosage

The advantages of reducing catalyst concentration not
only reduce the catalyst costs, but also saves the time for
stages of the biodiesel
production. Lower catalyst amounts lead to easier biodiesel

separation and purification

separation from catalyst during water washings, decrease
water consumption and consequently lower degree of
emulsion formation. In turn, easier emulsion breakdown
affects ester yields by decreasing ester losses via entrapment
in the emulsions. The homogeneous catalyst reduces the
separation time of biodiesel product from alcohol and
glycerol. It could be seen that there is a notable
enhancement of the FAME yield from 87.5% to 97.2% as
the catalyst dosage is increased from 0.5% to 1.5% (w/w) of

809

the oil and the yield remains the same for further
enhancement of the catalyst amount to 1.5% (w/w). It is
possibly because of the lack of enough acid sites to activate
the reactants at low catalyst dosage. With the increase of
catalyst dosage, more active sites are provided to support
the activation of the reactants. According to the result, when
the catalyst dosage is increased to 1.5 wt%, RBO could be
converted to biodiesel completely. Therefore, using 1.5 wt%
catalyst is adequate to complete the reaction and the optimal
catalyst dosage is found to be 1.5 %w/w of the oil.

Effect of the Reaction Time

Several researchers have shown that the reaction
initiates very fast and almost 80% of the conversion takes
place in the first 1 h, and after 5 h, almost 93-98%
triglycerides is converted into ester [21-23]. Figure 4
illustrates the conversion of RBO yield at various reaction
time intervals. It is shown that FAME yield of about 90.2%
is obtained at 4 h, and the conversion remarkably increases
to 97.2% at 6 h. As the reaction time is prolonged, the
FAME vyield also. Based on the results, the optimized
reaction condition of carbon-based acidic heterogeneous
catalyst (wt%),
esterification of rice bran oil would be rice bran oil/

simultaneous esterification and trans-
methanol molar ratio of to 10:1, catalyst dosage 1.5 wt%,
reaction temperature 65 °C and reaction time 6 h, under
which acidic catalyst has the highest catalytic activity with
the FAME yield 0f 97.2%.

FT-IR Spectroscopy

FT-IR Nicolet Thermo model 8700 (America) was
employed to analyze the chemical composition of the rice
bran and the catalyst. Rice bran and catalyst spectra were
analyzed in the wave number range of 650-4000 cm™. The
rice bran spectrum is shown in Fig. 5SA in which a sharp
peak at 792 cm™ to O-Si-O stretching vibrations of silica
group is illustrated [24]. The peak shows that the silica was
kept in the carbon based materials in the process. Hence,
silica proved to maintain the mesoporous structure which
caused the carbon composites to collapse [25,26]. A broad
band of a peak at 1030 cm™ and a shoulder at 1054 cm™ are
shown in rice bran spectrum that are assigned to C-O
stretching mode in C-OH and C-O-C stretching between the
sugar units in cellulose [27]. Figure 5B shows the prepared
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Fig. 4. Effect of reaction time.

catalyst at 1040 cm™ and 1080 cm™. These absorption bands
at 1040 cm” and 1080 cm™ show the asymmetric and
asymmetric stretching of S=0O bonds of sulfonic acid
(SOs5-H), respectively [28]. The sulfonation process was
obtained by loading of -SO;H to the framework of carbon
through substitution of hydrogen in the C-H bond [29]. As
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illustrated in Fig. SA, the C-H vibration in cellulose and C1-
O vibration in the syringyl ring derivatives, at 1330 cm™
and the CH, cellulose plane bending vibrations at 1430
cm’, are plainly observable in the FT-IR spectrum [30]. In
addition, the peak at 1371 cm’ is related to the C-H
deformation in cellulose and hemicellulose. Moreover, the



Improvement of Methyl Ester Production/Phys. Chem. Res., Vol. 6, No. 4, 805-814, December 2018.

1500 2000

100+

S 90+
@
Q
=
g

é' 80 -
vl
=
H

70

1000
Wavenumber (cm!)
Fig. 5. FT-IR spectra of (5A) rice bran and (5B) catalyst.
50 '

ot
(=]
1

=
L
L
.

L#3]
s &
L 1
dVv/dD Pore volume x 107
(em’/g)
o @

[
1
-

200

Amount adsorbed/em? STP ¢!
b
S

\

400
Pore diameter/nm -

0.2 0.4

0.6 0.8 1.0

Relative pressure P/Pq

Fig. 6. N2 adsorption-desorption isotherm and pore size distribution of catalyst.

peak at 1460 cm” shows -OCHj, the bands at 1510 cm™ and
1600 cm™ represent the phenolic ring vibrations and the
peak at 1731 cm™ demonstrates the ester bond (C=0) [31].
The 1614 cm™ band represents alkenes and some newly
formed aromatics C=C stretching. The appearance of the
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peak at 1710 cm’, related to C=0, as well as the
disappearance of the peak at 1731 ¢cm™ in the rice bran
suggest the production of a certain amount of weak acid,

such as carboxylic acid in sulfonation process.
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Table 2. BET Characteristics of Rice Bran and Catalyst

Sample Surface area Pore diameter Pore volume
(m’g") (nm) (em’ g)
Rice bran 10.43 517 0.025
Catalyst 37.01 6.44 0.018
Glucose derived 4.10 4.00 0.440
Cellulose derived 5.70 5.10 0.520
Starch derived 7.20 8.20 0.810

BET Analysis

N, adsorption and desorption isotherms measured at 77
K using a micromeritics surface area and porosity analyzer
was applied to determine the specific surface area and pore
volume.

The BET method was employed to analyze the
carbonised rice bran and the catalyst porosity to obtain
further insight into the structural changes. Table 2 lists the
surface area, pore volume, pore diameter for rice bran, and
carbonised samples. The data of surface area and pore
volume were obtained from Barrett-Joyner-Halenda
desorption cumulative surface area and volume measured
between 17 A and 3000 A. As shown in Table 2, the
catalyst microporosity pore size ranges from 5-10 nm. The
rice bran surface area is 10.43 m” g showing at least 4-fold
increase after carbonisation; following the sulfonation, a
further pore size increase of 10-21% is observed. The
catalysts, sulfonated for 20 min, demonstrated the largest
surface area of 43-48 m” g resulting the collapse of the
carbon based structure in elongated and nearly closed pores
that are shown in SEM (Fig. 1). However, the conventional
catalyst displays a typical isotherm with a larger hysteresis
loop, applicable equally to porous catalysts [32]. At high
vapor pressures, the adsorption-desorption
isotherms of a material rely on the absorption restrictions of

relative

pore width. Hence, the isotherm attained at such low
pressure is not significantly different from that of the
conventional catalyst that is similarly mesoporous, but with
a narrower range of pore sizes, < 20 nm.

The morphology of the catalyst showed a highly porous
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structure, and conventional catalysts presented a dense

biomass surface. The current experiment suggests a
promising preparation method for producing carbon based
solid acid catalyst from biomass material in a timely and

-energy-saving manner.
CONCLUSIONS

In this study, base catalyzed trans-esterification was
studied with carbon-based acidic heterogeneous catalyst of
rice bran for biodiesel production from RBO. Using RBO as
feedstock for biodiesel production is economically and
environmentally beneficial. In the reaction stage, factors
that greatly influenced the yield and the quality of FAME
were methanol/RBO molar ratio and catalyst concentration.
The effects of several parameters including process
temperature, reaction time, molar ratio of alcohol to oil, and
catalyst concentration on the ester (biodiesel) yield were
investigated. The combination giving biodiesel yield was
found to be 10:1 methanol/oil molar ratio, 1.5 wt% catalyst,
65 °C reaction temperature and 6 h reaction time, followed
by 3-4 times gentle washing of the biodiesel with 70 °C
distilled water (10 %v/v).
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