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The use of alternative fuels in order to reduce the environmental impacts of diesel emissions has been
extensively investigated. Trends in the regional use of biomass-derived fuels, such as alcohols,
biodiesel and agricultural residues as a proposed control initiative against elevated carbon monoxide
levels in urban areas have expanded to a global scale. Waste cooking oil is considered as the most
suitable material due to its readily-availability and cost-effectiveness. In this study, the
transesterification of waste canola cooking oil was carried out using lower alcohol to oil molar ratios to
study its feasibility. Some important variables such as volumetric ratio, types of reactants and shaking
time were selected to obtain a high quality biodiesel fuel with the specification of American Standard
for Biodiesel Testing Material (ASTM D 6751) and European Norm (EN 14214). The highest biodiesel
yield was obtained (49.5%) under conditions of 1:1 volumetric oil-to-methanol weight ratio, 0.5% NaOH
catalyst at 55°C reaction temperature and 250 rpm stirring speed. The results showed that biodiesel
production from different oil to methanol ratio, alcohol types and shaking time exhibited considerable
differences. There was also a considerable difference of biodiesel yield produced by methanol, ethanol
and 1-butanol. The biodiesel yield increased in the order of 1-butanol < ethanol <methanol. There was
little difference in viscosity, acid value and chemical elements (Fe, Mg, Ca, Na, P etc.) at different
parameters. The result showed that the optimal combination which could give highest production of
biodiesel was transesterification, carried out for 2 h by using methanol to oil molar ratio of 1:1,
catalyzed by 0.5% sodium hydroxide and produced biodiesel can be used as fuel in diesel engine.
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INTRODUCTION

Environmental issues are the driving forces for the deve-
lopment of alternative energy sources, since the burning
of fossil fuels causes various environmental problems
including global warming, air pollution, acid precipitation,
ozone depletion, forest destruction, and emission of radi-
oactive substances (Dincer, 2000). The alternative
energy source of fossil fuels includes hydro, wind, solar,
geothermal, hydrogen, nuclear, and biomass (Demirbas,
2005). Among these alternative energy sources, biofuels
derived from biomass are considered as the most pro-
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mising alternative fuel sources because they are
renewable and environmental friendly.

Biomass and agricultural derived materials have been
used as alternative energy sources and the use of bio-
diesel as fuel is a promising potential being a market that
grows rapidly (Al-Widyan and Al-Shyoukh, 2002;
Mushrush et al., 2001; Harten, 2003, Hossain et al.,
2009). This is due to its great contribution to the environ-
ment and to its role as a strategic source of renewable
energy in substitution to diesel oil and other petroleum-
based fuels (Wu et al., 1998; Cardone et al., 2002;
Bagley et al., 1998; Monyem et al., 2001; Hossain et al.,
2009).

Biodiesel is typically produced by a reaction of a vege-
table oil or animal fat with an alcohol such as methanol or
ethanol in the presence of a catalyst to yield mono-alkyl
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Table 1. Variable and fixed parameters used in this study.

Variable parameters Fixed parameters
Alcohol to oil molar ratio  Types of alcohol: Methanol
1 Types of catalyst: NaOH
Amounts of catalyst: 0.5%
Reaction time: 2 h
Mixing intensity: 250 rpm

—_
AWM

Alcohol to oil molar ratio: 1:1

Types of alcohol Types of catalyst: NaOH

Ethanol

Amounts of catalyst: 0.5%
Methanol . ;

Reaction time: 2 h
Butanol

Mixing intensity: 250 rpm

Alcohol to oil molar ratio: 1:1
Reaction time Types of alcohol: Methanol
2h Types of catalyst: NaOH
6h Amounts of catalyst: 0.5%
Mixing intensity: 250 rpm

esters and glycerin, which is removed. Biodiesel consists
of long-chain fatty acid esters (Hass et al., 2001; Abreu et
al., 2004) produced by transesterification reaction of
vegetable oils with short chain alcohols (Noureddini et al.,
1998; Encinar et al., 2002). It is compatible with conven-
tional diesel fuel and already serves as a commercial fuel
in Europe (Knothe et al., 2003; Dorado et al., 2003;
Serdari et al., 1999).

The use of biodiesel has drawn attention in the last
decade as it is a renewable, biodegradable, and nontoxic
fuel, and has been industrially produced from vegetable
oils (Hossain et al., 2009a) in North America and Europe
and from waste edible oils in Japan and Malaysia
(Shimada et al., 1999; Hossain et al., 2009b). Oilseed
rape (Brassica and related species, Brassicaceae) is now
the second largest oilseed crop in the world, providing
approximately 13% of the world’s supply and occupying
approximately 2% of the world’s croplands (Leff et al.,
2004). The name ‘canola’ was adopted in 1979 as a
registered trademark of the Canadian Canola Association
and referred to as rapeseed cultivars that produce seed
oils with less than 2% erucic acid (22:1) and defatted
meals with less than 30 pmol/g of aliphatic glucosinolates
(Shahidi, 1990). The world’s canola commerce is mainly
supplied by two species, Brassica napus L. and Brassica
rapa L. which can produce seeds containing 40% or more
oil. Among all species of Brassica, B. napus L. is the
most productive species under cultivation (Pua and
Douglas, 2004). Rapeseed now serves as the main feed-
stock in European countries for biodiesel production
(Wardle, 2003).

The objective of this study is to investigate the biodiesel
production from waste canola cooking oil by using

amount of alcohol lesser than the theoretical amount
according to stoichiometric equation and the parameters
that optimize this transesterification.

MATERIALS AND METHODS

The canola cooking oil purchased from hypermarket was used for
frying to produce waste cooking oil. The waste cooking oil was then
collected in a plastic bottle. After collection, the waste cooking oil
was filtered with filter paper to remove food residues. The filtered
cooking oil was then collected in a clean conical flask and used for
experiments.

Preparation of sodium and potassium alcoxide

An appropriate volume of alcohol was measured and poured into a
500-mL conical flask. The catalyst in pellet form was weighed and
mixed with alcohol. The mixture was then shaken for about 1 h
(Table 1). Since alcohols would evaporate easily, the flask was
covered with aluminium foil during shaking to prevent the
evaporation of alcohol. This covering can also prevent the alcoxide
from absorbing water from the air.

Transesterification

This process is similar to hydrolysis, except that alcohol is
employed instead of water. The stoichiometry of this reaction shows
that 3 moles of alcohol react with 1 mole of triglyceride to give 3
moles of fatty acid ester and 1 mole of glycerine (Figure 1). The
reaction rate of transesterification can be accelerated by using
catalysts.

Biodiesel preparation

The filtered oil was heated up to a temperature of 60°C in water
bath to melt coagulated oil. The heated oil of 100 mL was poured
into the conical flask containing catalyst-alcohol solution, and this
moment was taken as the starting time of the reaction. The reaction
mixture was then shaken by using shaker at a fixed speed of 250
rpm (Table 1). When the reaction reached the preset reaction time,
shaking was stopped.

Separation of biodiesel from by-products

The product of reaction was exposed to open air to evaporate
excess methanol for 30 min. The product was then allowed to settle
overnight to produce two distinct liquid phases: crude ester phase
at the top and glycerol phase at the bottom. There are a few
methods to separate these 2 layers, including using the separating
funnel and removing the biodiesel using pipette. The latter was
used in this experiment.

Biodiesel purification

The crude ester phase was separated from the bottom and glycerol
phase was transferred to a clean conical flask. The biodiesel
produced contains some residues including excess alcohol, excess
catalyst, soap and glycerine. It was purified by washing with distilled
water to remove all the residual by-products. The volume of water
added was approximately 30% (volume) of the biodiesel. The flask
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CH,-00C-R, R,-COO-R’ CH,-OH
| Catalyst |
CH-00C-R, + 3R'OH = R,-COO-R’ + CH-OH
| |
CH,-OOC-R, R,-COO-R’ CH,-OH
Glyceride Alcohol Esters Glycerol

Figure 1. Transesterification reaction (Ma and Hanna, 1999).

Table 2. Element contents (ppm) in biodiesels produced from different alcohol to oil molar ratios. Same letters

are not significantly difference at 5% by LSD.

Ratios 1:1 1:2 1:3

1:4 Shaking time 6 h

MeOH EtOH BtOH

Elements (ppm) (ppm) (ppm) 2 (ppm) (ppm) (ppm) (ppm) (ppm)
Fe 1 0.5 1.5 1 0.7 0.5 1 0.7 0.5a
Al 0 0 0 0.5 0.5 0.5 0.5 0.5 0.4a
Cu 0.5 1 0.5 1 1.5 2 1 1.0 2b
Pb 0.5 0 05 05 0.5 0.5 0.5 0.4 0.5a
Sn 4 2 45 7 0 0 7 0 0
Ni 3 25 3 35 25 25 3.5 2.0 2.5b
Mn 0 0 0 0 0 0 0 0 0
Ag 8.8 6.5 25 74 9 6 7.4 7.0 8.2d
Mo 2 1 2 3 0.5 0.5 3 0.5 0.5a
Zn 0 0 05 05 0.6 0.5 0.5 0.6 0.5a
P 3.5 35 0 3 0 0 3 0 0
Ca 2 2 25 2 6.5 6.5 2 6.5 6.5¢
Mg 1 1 1 1 2 2 1 1 2b
Si 1.5 5.5 35 4 2.0 25 4 2.0 2.5b
Na 4.3 6.2 4 3.5 5.4 8.4 3.0 5.4 7.4d

was shaken gently for 1 min and placed on table to allow separation
of biodiesel and water layers. After separation, the biodiesel was
transferred to a clean conical flask. The washing process was
repeated for several times until the washed water became clear.
The clean biodiesel was dried in incubator for 48 h, followed by
using sodium sulphate. The final products were analyzed to
determine related properties including viscosity, total acid numbers
(TAN) and element contents.

Experiments were carried out to study different parameters
affecting biodiesel production, including alcohol to oil molar ratio,
types of alcohol and reaction time. In each experiment, the
parameters being studied were changed while other parameters
were fixed. The experiments are summarized in Table 2.

RESULTS
Biodiesel yields

The effect of different methanol to oil molar ratios on
biodiesel yields was investigated. The volume of waste

cooking oil used in this study was 100 mL for each sam-
ple, thus the percentage of biodiesel produced was
equivalent to the volume of biodiesel produced. From
Figure 2, the highest biodiesel yield of 49.5% was
obtained when the methanol to oil molar ratio was 1:1,
and the methanol to oil molar ratio of 1:4 gave the lowest
biodiesel yield of 18%. Generally, the biodiesel yields
decreased with decreasing methanol to oil molar ratios.

The second parameter for optimization of biodiesel
production using lower alcohol to oil molar ratios being
investigated was the types of alcohol. In this study,
methanol, ethanol and butanol were used. As shown in
Figure 3, the highest biodiesel yield of 49.5% was
obtained when methanol was used for transesterification
of waste cooking oil, followed by ethanol which gave
biodiesel yield of 23.5%. The transesterification
employing butanol gave the lowest biodiesel yield, which
was 19.5%.

The last parameter investigated the mixing times of
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Figure 2. The effect of different methanol to oil molar ratios on biodiesel yields. Mean+SE (N = 3).
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Figure 3. The effect of different types of alcohol on biodiesel yields. Same letters are not significantly
difference at 5% by LSD. MeanzSE (N = 3).

transesterification. As shown in Figure 4, the biodiesel than it was when drastically reduced.

yield was higher for mixing time of 2 h, which was 49.5%

compared to 27.5% by using mixing time of 6 h. It might

be due to the excess shaking and reaction time was not Biodiesel analysis

considered as optimum level of biodiesel production. Due

to more mixing time, fatty acid could be affected to result Viscosity determination

in conversion of the fatty acid to more methyl ester; and

soap could be formed during biodiesel washing. That was The result showed that the biodiesel with lowest viscosity
why mixing time of 6 h influenced the yield of biodiesel was obtained when the methanol to oil molar ratio of 1:2
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Figure 4. The effect of different mixing times on biodiesel yields. Mean£SE (N = 3).
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Table 3. The acid value and viscosity in different parameters has been shown. Same
letters are not significantly difference at 5% by LSD.

Variable parameters/treatments

Acid value viscosity

Study No. alcohol to oil molar ratio (mgKOH/g of oil) (mm?/s)
1:1 0.10a 2.5a
1 1:2 0.60a 2.7a
1:3 01.2ab 3.5b
1:4 01.3b 2.0a
Types of alcohol 1.0a2.7a
2 Ethanol
0.9a 2.6a
Methanol
1.0a 4.1bc
Butanol
3 Reacgorr: time 0.9a 4.0c
- 1.0a 3.7bc

was used, and the methanol to oil molar ratio of 1:4 gave
the standard biodiesel viscosity will be the standard
biodiesel viscosity (Table 3).

As shown in Table 3, the biodiesel produced through
butanolysis has the highest viscosity value followed by
ethanol which produced biodiesel. The biodiesel pro-
duced through methanolysis gave the biodiesel with
lowest viscosity. Sodium hydroxide-catalyzed trances-
terification carried out for 2 h gave biodiesel with higher
viscosity compared to that carried out using mixing time
of 6 h.

Total acid number (TAN) determination

The result of TAN analysis showed that the TAN values
of most samples were useful for engine use. It had been
seen that most of the TAN values of biodiesel followed
the American Standard for Biodiesel Testing Material
(ASTM D 6751) and European Norm (EN 14214) by
which biodiesel could be identified as safety fuel for the
use of diesel engine (Table 4). The average TAN value
derived from the data was the lowest (0.1 mg KOH/g) at
the ratio of 1:1, methanol to oil.



1856  Afr. J. Agric. Res.

Table 4. Parameters for the quality of biodiesel standard (Meher et al., 2006).

Parameters Austria (ON) Czech republic France (journal Germany ltaly USA
(CSN) official) (DIN) (UNI) (ASTM)

Viscosity at 40°C (mm?/s) 35-5.0 35-50 35-50 35-5.0 35-5.0 1.9-6.0

Acid number (mg KOH/g) <0.8 <0.5 <0.5 <0.5 <0.5 <0.8

Multi-element analysis

The elements measured in this study were iron, chro-
mium, aluminium, copper, lead, tin, nickel, manganese,
titanium, argentum, molybdenum, zinc, phosphorus, cal-
cium, barium, magnesium, silicon, sodium, boron and
vanadium (Table 3). The result showed that the concen-
trations of all the elements were lower than 5 ppm,
except argentum and sodium.

DISCUSSION
Biodiesel yield

The result showed that the biodiesel yields of all the
samples were low, with a maximum average value of
49.5%. This result was expected since the amounts of
alcohol used in this study were much lower than the
theoretical optimum amount. One of the most crucial
factors resulting in the low biodiesel yield was the soap
formation. In this study, the raw material used for bio-
diesel production was waste cooking oil, which contained
a large amount of free fatty acids. These free fatty acids
react with the alkaline catalysts to form soap. High soap
formation would lead to formation of gels, which
subsequently traps a large amount of esters within the
glycerin layer and leads to the loss of biodiesel
(Stavarache et al., 2005). Besides that, soap dissolves in
the glycerol layer since it contains one polar end. The dis-
solved soap increases the solubility of biodiesel in the
glycerol and further decrease the recovery of biodiesel
(Vicente et al.,, 2004). After transesterification, the
washing step is necessary to purify the biodiesel. The
pre-sence of soap reduces the biodiesel yield in this step
since it leads to the formation of emulsions which hinders
the purification of biodiesel. This is because the soap
present in the esters phase tends to accumulate at the
interfacial region between two immiscible ester and water
layers.

Optimization of biodiesel production

Effect of alcohol to oil molar ratios on biodiesel
yields

According to the stoichiometric equation of transesteri-

fication, 3 moles of alcohol would react with 1 mole of
triglyceride to give 3 moles of fatty acid ester and 1 mole
of glycerine. In other words, an alcohol to oil molar ratio
of at least 3:1 is required for complete reaction. Many
researchers have reported an alcohol to oil molar ration
of 6:1 to be the optimal ratio, while Leung and Guo
(2006) reported that the maximum biodiesel production
was obtained at a molar ratio of 7:1 in transesterification
of used frying oil. In this study, the alcohol to oil molar
ratios used were much lower than the above mentioned
optimal ratios to study the feasibility of using low alcohol
to oil molar ratios. In biodiesel production using waste
cooking oils as raw materials, the main costs of materials
are the costs of alcohol and catalyst. Since catalyst is
required only in minute amounts, the primary cost would
be only for alcohol. Therefore, if the use of alcohol can be
reduced without significantly reducing the production of
biodiesel, the biodiesel production cost would be lowered
and the process would be more cost-effective. The result
showed that the biodiesel yields were low for all four
ratios used, and the yields decreased with decreasing
methanol to oil molar ratio. Singh et al. (2006) suggested
that higher methanol to oil molar ratios was better than
lower ratios in terms of soap formation.

Effect of types of alcohol on biodiesel yields

Based on the result obtained, the amounts of biodiesel
produced by using different types of alcohol decreased in
the following order: Methanol > Ethanol > Butanol. This
result obtained was slightly different with the finding of
Nye et al. (1983). They reported that methanol was the
alcohol that can give the highest biodiesel yield, followed
by butanol and then ethanol. According to Meher et al.
(2006), the production of biodiesel by using ethanol in
alkali-catalyzed transesterification is more difficult than
that by using methanol. This is due to the formation of
stable emulsion during ethanolysis. For methanolysis, the
emulsions formed would break down easily to form a
lower glycerol rich layer and upper methyl ester rich
layer. While in ethanolysis, the emulsions formed are
more stable due to the presence of larger non-polar
group in ethanol, making the separation and purification
of biodiesel more difficult (Zhou et al., 2003). This
explained why the biodiesel yield from ethanolysis was
lower than methanolysis in this study. Although methanol
is the most suitable alcohol for alkali-catalyzed biodiesel



production, the reported result obtained from biodiesel
production catalyzed by lipase suggested otherwise.
Mittelbach (1990) reported that the ethanol- and butanol-
catalyzed transesterification gave much higher yields
than methanol-catalyzed transesterification. The same
result was also reported by Abigor et al. (2000).

Effect of mixing times on biodiesel yields

According to many researchers, the biodiesel yields are
directly proportional to the reaction times. In other words,
the biodiesel yields increase with increasing reaction
times. However, the result showed that the biodiesel
yields were higher when reaction time of 2 h was used.
This anomalous result may be resulted from the higher
soap formation when longer reaction time was used.
Thus, the rate of soap formation was also increased. This
explanation arosed from the observation that more soap
was observed in biodiesels prepared by using reaction
time of 6 h, compared to biodiesels prepared using 2 h.

Biodiesel analysis

Biodiesel derived from vegetable oil is subjected to make
deterioration through hydrolytic and oxidative reactions
due to the presence of double bonds (Mittelbach and
Gangl, 2001). The oxidation through contact with air
during pro-duction and storage is one of the most
prominent factors contributing to the deterioration of
biodiesel. Thus, biodiesel is unsuitable for long-term
storage (Knothe and Dunn, 2003).

Thompson et al. (1998) investigated the extent of dete-
rioration of rape methyl ester and rape ethyl ester under
different storage conditions. They found that the acid
values and viscosity of biodiesels increased over time.
The increase of acid values is caused by the hydrolysis of
biodiesel to free fatty acids during storage. The formation
of oxidized polymeric compounds during storage also
makes the viscosity of biodiesel to increase (Mittelbach
and Gangl, 2001).

The viscosity and TAN values of biodiesel produced
are proportional to those of raw material, which means
that the oil with higher viscosity and TAN values of
produced biodiesel. According to Felizardo et al. (2006),
the viscosity and acidity of oil might increase during fry-
ing. The result of viscosity and TAN tests showed that all
the biodiesels produced exhibit bit higher viscosity and
TAN values. The poor quality of biodiesels produced may
also have resulted from the inappropriate washing step. It
was reported that warm water was much more effective
at removing soap and free glycerin from the ester than
cold water (Canakci and Gerpen, 2003). Nabi et al.
(2006) stated that washing biodiesel with hot distilled
water can give rise to pure biodiesel with better quality,
and the best temperature for water was 50°C which
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resulted in biodiesel with 99% of purity. Predojevi¢ (2008)
reported two new methods for purification of biodiesel,
washing using silica gel and 5% phosphoric acid. Both of
these methods were shown to be more effective than
washing biodiesel with hot distilled water.

Viscosity

Formation of soap would cause increase in the viscosity
of biodiesel (Demirbas, 2003). Therefore high soap
forma-tion rate might be the main reason causing high
viscosity values of biodiesels in this study but still under
standard. Another reason that might be responsible for
the high viscosity values is the storage time. Mittelbach
and Gangl (2001) studied the stability of biodiesel made
from used frying rapeseed oil stored at 20 - 22°C under
differrent storage conditions. They found that the
viscosities of biodiesels increased slightly after a storage
period of 170 days, from a value of 4.55 ¢St at day 0 to
values ranging from 4.6 to 4.85 cSt at day 170.

The overall viscosity values of biodiesels produced in
this study have slightly exceeded the ASTM limit of bio-
diesel, with a maximum value of 53 cSt. Some of the
researchers also reported the production of biodiesel with
high value of viscosity. For example, production of biodie-
sel with viscosity as high as 30.8 cSt was reported by
Siler-Marinkovic and Tomasevic (1998) in an acid-
catalyzed transesterification of sunflower oil.

There were not many literatures which correlate the
viscosity of biodiesel to the parameters affecting the tran-
sesterification. Sinha et al. (2008) studied the effect of
various parameters on the viscosity of the biodiesel
produced through transesterification of rice bran oil. They
found that the methanol to oil ratio did not cause
significant variation in the viscosity of biodiesel. The
methanol to oil molar ratios used by Sinha et al. (2008)
are more than or equal to the theoretical optimal amount,
ranging from 6:1 to 15:1. Therefore all of the transes-
terification processes proceeded to almost completion
without soap formation, and produced biodiesels with
similar viscosity.

In the determination of effect of catalyst concentration
on the viscosity of biodiesel, Sinha et al. (2008) used
catalyst concentrations ranging from 0.5 - 1.25%. Their
result showed that all the biodiesels produced have
similar viscosities and the values were lower than the
ASTM limit of 5 cSt, except for biodiesel produced using
0.5% sodium hydroxide. The last parameter studied by
Sinha et al. (2008) was the reaction time. They reported
that different reaction times did not affect the viscosity of
bio-diesel significantly. In this study, even though the
soap formation was higher in biodiesel produced through
6 h transesterification compared to that produced through
2 h, the viscosity test showed that the former has a lower
viscosity value.

Nye et al. (1983) reported that the alkali-catalyzed
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transesterification employing methanol gave biodiesel
with lowest viscosity of 7.38 ¢St at 25°C, while ethano-
lysis and butanolysis gave biodiesel with viscosity values
of 18.5 and 16.5 ¢St respectively. Encinar et al. (2005)
reported that the methanolysis of used frying oil catalyzed
by potassium hydroxide gave biodiesel with better pro-
perties compared to sodium hydroxide. Similar result was
also reported by Tomasevic and Siler-Marinkovic (2003).
The result of this study showed similarity with the findings
of these researchers in which biodiesel produced using
potassium hydroxide has lower viscosity compared to
that produced using sodium hydroxide.

Total acid number (TAN)

In this study, the TAN values of most samples were little
bit higher than ASTM standard. These samples might be
less chemical reactive or contain excessive acid value,
which means that the acid contents of these samples
were either too low to be detected or too high. Tomasevic
and Siler-Marinkovic (2003) reported that alcohol to oil
molar ratio has no influence on the acid value of bio-
diesel. They also reported that molar ration of alcohol to
oil was not a factor for influencing total acid number in the
biodiesel. Hossain et al. (2010) observed that reaction
and storage time were a key factor for the increasing and
decreasing of TAN in the biodiesel.

The acid value mainly depends on the kinds of oil used
as raw materials. It was also reported that the acid
numbers of the biodiesel were influenced by reaction
times, in which increasing reaction times would cause
increase in the value of acid number (Mahajan et al,
2007). Vicente et al. (2004) carried out alkali-catalyzed
transesterification of refined sunflower oil. Their result
showed that the acid values for biodiesels produced
using sodium hydroxide were higher than those produced
using potassium hydroxide.

Besides from vis-cosity, Mittelbach and Gangl (2001)
also studied the changes of biodiesel TAN values
associated with a pro-longed storage period. They found
that the values of acid number increased from 0.35 mg
KOH/g to values ranging from 0.38 - 0.54 mg KOH/g after
a storage period of 170 days. In this study, the average
TAN value of biodiesels produced was 1.3 mg KOH/g in
1:4 methanol to oil molar ratio which is much higher than
the limit values of 0.5 - 0.8 mg KOH/g.

Multi-element analysis

The presence of metals in the biodiesel is undesirable, as
this may cause various problems, including promoting
biodiesel degradation (Schober and Mittelbach, 2005),
corrosion of engine, operability problems, environmental
pollution and subsequent negative effects on human
health. The elements whose quantities in biodiesel need

to be controlled are sodium (Na) and potassium (K),
which originate from the catalyst in biodiesel production,
and phosphorus (P), which originate from the raw mate-
rials. The maximum permissible concentrations of Na and
K in biodiesel are 5 mg kg™, while P is 10 mg kg™' (Korn
et al.,, 2007). Apart from these elements, the levels of
other elements such as magnesium (Mg), calcium (Ca),
copper (Cu), iron (Fe), and zinc (Zn) should also be
regulated.

The metals in biodiesel can catalyze oxidation, espe-
cially highly-reactive species such as copper and zinc
(McCormick et al., 2005). However the effect of presence
of metals on oxidative stability is relatively less prominent
compared to the effect exerted by presence of double-
bonds (Knothe and Dunn, 2003). Burning of biodiesel
containing lead causes lead deposition in the motor parts,
which lead to engine corrosion.

Metals such as potas-sium, sodium, magnesium, and
calcium present in biodiesel lead to injector, fuel pump,
piston and ring wear, engine deposits, and filter plugging
(McCormick et al., 2005). Other metals such as copper
and iron strongly increase the rate of gum formation, as
nickel and zinc, but to a lesser extent (Teixeira et al.,
2007). The release of poisonous heavy metals such as
lead to environment from vehicle is the main source of
lead in human blood.

It entered the human body through the inhalation of air
or food chain. Lead is toxic and can cause various
problems in engine (Goyer, 1993). As a result, the
concentration of lead in fuels should be controlled within
a safe level. Therefore these biodiesels are safe to be
used. The metals present in the biodiesel can be
removed by using chelators such as citric acid in order to
attain desired con-centrations. The chelators would
chelate the metals so that it can be removed by filtration
(Gerpen et al., 2004).

Conclusion

Based on the study of the alkaline transesterification of
waste canola oil and few parameters affecting its
efficiency, the following conclusions can be made:

i) The optimal combination which can give highest
production of biodiesel was transesterification carried out
for 2 h by using methanol to oil molar ratio of 1:1 catal-
yzed by 0.5% sodium hydroxide.

ii) The production of biodiesel employing methanol to oil
molar ratio of 1:1 was feasible in terms of biodiesel yield
since the 6 times reduction of alcohol volume used only
resulted in the 2 times decrease of biodiesel yield.

iii) In terms of biodiesel quality, the biodiesels produced
generally standard viscosity and a little higher TAN
values, and standard metal content except Sn and Ag
contents. Therefore produced biodiesel can be suitable to
use as fuel in diesel engine.



REFERENCES

Abreu FR, Lima DG, Hamu CW, Suarz PAZ ( 2004). Utilization of metal
complexes as catalysts in the transesterification of Brazilian
vegetable oils with different alcohols. J. Mol. Catal. A: Chem., 209:
29-33.

Abigor RD, Uadia PO, Foglia TA, Haas MJ, Jones KC, Okpefa E (2000).
Lipase-catalysed production of biodiesel fuel from some Nigerian
lauric oils. Biochem. Soc. Trans., 28: 979-981.

AL-Widyan MI, AL-Shyaukh AO (2002). Experimental evaluation of the
transesterification of waste palm oil into biodiesel. Biores. Technol.,
85: 253-256

Bagley ST, Gratz LD, Jonson JH, Mcdonald JF (1998). Effects of an
oxidation catalytic converter and a biodiesel fuel on the chemical,
mutagenic, and particle size characteristics of emissions from a
diesel engine. Environ. Sci. Technol., 32: 1183-1191.

Cardone M, Mazzoncin M, Menini S, Rocco V, Senatore A, Seggiani M
(2003). Brassica carinata as an alternative oil crop for the production
of biodiesel in Italy: agronomic evaluation, fuel production by
transesterification and characterization. Biom. Bioener., 25: 623-636.

Demirbas A (2003). Biodiesel fuels from vegetable oils via catalytic and
non-catalytic supercritical alcohol transesterifications and other
methods: a survey. Energy Conv. Manage., 44: 2093-2109.

Demirbas A (2005). Biodiesel production from vegetable oils via
catalytic and non-catalytic supercritical methanol transesterification
methods. Progress in Ener. Combustion Sci., 31: 466-487.

Dincer | (2000). Renewable energy and sustainable development: a
crucial review. Ren. Sust. Ener. Rev., 4: 157-175.

Dorado MP, Ballesteros EE, Arnal JM, Gomez J, Gimenez FJL (2003).
Testing waste olive oil methyl ester as a fuel in a diesel engine.
Energy Fuels, 17: 1560-1565.

Encinar JM, Gonales JF, Rodriguez. JJ, Tejedor A (2002). Biodiesel
fuels from vegetables Oils: Transesterification of Cynara cardunculus
L. oils with ethanol. Energy and Fuels, 19: 443-450.

Felizardo P, Correia MJN, Raposo I, Mendes JF, Berkemeier R,
Bordado JM (2006). Production of biodiesel from waste frying oils.
Waste Manage., 26: 487-494.

Gerpen JV, Shanks B, Pruszko R (2004). Biodiesel production
technology. Subcontractor report of National Renewable Energy
Laboratory.

Goyer RA (1993). Lead toxicity: current concerns. Environ. Health
Perspect., 100: 177-187.

Hass MJ, Scott KM, Alleman TL, Mccormick RL (2001). Engine
performance of biodiesel fuel prepared from soybean soapstock: a
high quality renewable fuel produced from a waste feedstock. Energy
Fuels, 15: 1207-1212.

Harten B (2003). Uso de centrifugas para los procesos de biodiesel.
Aceites Grasas, 13: 98-105.

Hossain ABMS, Boyce AN (2009a). Biodiesel production from waste
sunflower cooking oil as an environmental recycling process and
renewable energy. Bulgarian J. Agric. Sci., 15(4): 313-318.

Hossain ABMS, Boyce AN (2009b). Comparative study of biodiesel
production from pure palm oil and waste palm oil. Arab Gulf J. Sci.
Res., 27(1-2): 33-38.

Hossain ABMS, Aishah S, Boyce AN, Partha P, Nagiuddin M (2008).
Biodiesel production from algae as renewable energy. Am. J.
Biochem. Biotechnol.,4(3): 250-254.

Knothe G, Matheaus AC, Ryan TW (2003). Cetane numbers of
branched and straight-chain fatty esters determined in an ignition
quality tester. Fuel, 82: 971-975.

Leff B, Ramankutty N, Foley JA (2004). Geographic distribution of major
crops across the world. Global Biogeochem. Cycles, 18: 1-21.

Leung DYC, Guo Y (2006). Transesterification of neat and used frying
oil: Optimization for biodiesel production. Fuel Process Tech., 87(10):
883-890.

Ma F, Hanna MA (1999). Biodiesel production: a review. Biores.
Technol., 70:1-15.

Hossain et al. 1859

Mahajan S, Konar SK, Boocock DGB (2007). Variables affecting the
production of standard biodiesel. JAOCS, 84: 189-195.

Maher KD, Bressler DC (2007). Pyrolysis of triglyceride materials for the
production of renewable fuels and chemicals. Biores. Technol.,
98(12): 2351-2368.

McCormick RL, Alleman TL, Ratcliff M, Moens L, Lawrence R (2005).
Survey of the Quality and Stability of Biodiesel and Biodiesel Blends
in the United States in 2004. Technical report of National Renewable
Energy Laboratory. USA.

Meher LC, Sagar DV, Naik SN (2006). Technical aspects of biodiesel
production by transesterification—a review. Ren. Sust. Energy Rev.,
10: 248-268.

Mittelbach M, Gangl S (2001). Long storage stability of biodiesel made
from rapeseed and used frying oil. JAOCS, 78(6): 573-57

Monyem A, Van Gerpen, JH, Canakci M (2001). The effect of timing
and oxidation emissions from biodiesel-fueled engines. Transactions
of the ASAE, 44: 35-42.

Mushrush G, Beal EJ, Spencer G, Wynne JH, Lloyd CL, Hughes JM,
Wali CL, Hardy DR (2001). An environmentally benign soybean
derived fuel as a blending stock or replacement for home heating oil.
J. Environ. Sci. Health, 36: 613-622.

Noureddini H, Harkey D, Medikonduru VA (1998). Continuous process
for the conversion of vegetable oil into methyl esters of fatty acids. J.
AQOCS, 75: 1775-17883.

Nabi MN, Akhter MS, Shahadat, MM (2006). Improvement of engine
emissions with conventional diesel fuel and diesel-biodiesel blends.
Biores. Technol., 97: 372-378.

Nye MJ, WIllliamson TW, Deshpande S, Schrader JH, Snively WH
(1983). Conversion of wused frying oil to diesel fuel by
transesterification: Preliminary tests. JAOCS, 60(8): 1598-1602.

Predojevi¢ ZJ (2008). The production of biodiesel from waste frying oils:
A comparison of different purification steps. Fuel, 87: 3522-3528.

Shimada Y, Watanabe Y, Samukawa T, Sugihara A, Noda H, Fukuda H
(1999). Conversion of vegetable oil to biodiesel using immobilized
Candida antarctica lipase. JAOCS, 76(7): 789-793.

Serdari AE, Lois E, Stournas S (1999). Impact of esters of mono- and
dicarboxilic acids on diesel fuel quality. Ind. Engin. Chem. Res., 38:
3543-3548.

Siler-Marinkovic S, Tomasevic A (1998). Transesterification of
sunflower oil in situ. Fuel, 77(12): 1389-1391.

Singh A, He B, Thompson J, Gerpen JV (2006). Process optimization of
biodiesel production using alkaline catalysts. Appl. Eng. Agric., 22:
597-600.

Sinha S, Agarwal AK, Garg S (2008). Biodiesel development from rice
bran oil: Transesterification process optimization and fuel
characterization. Ener. Conv. Manage., 49: 1248-1257.

Teixeira LSG, Souza JC, dos Santos H.C, Pontes LAM, Guimaraes
PRB, Sobrinho EV (2007). The influence of Cu, Fe, Ni, Pb and Zn on
gum formation in the Brazilian automotive gasoline. Fuel Proc.
Technol., 88: 73-76.

Thompson JC, Peterson CL, Reece DL, Beck SM (1998). Two-year
storage study with methyl and ethyl esters of rapeseed, Trans. ASAE,
41:931-939.

Tomasevic AV, Siler-Marinkovic SS (2003). Methanolysis of used frying
oil. Fuel Proc. Technol., 81: 1-6.

Vicente G, Martinez M, Aracil J (2004). Integrated biodiesel production:
a comparison of different homogeneous catalysts systems. Biores.
Technol., 92: 297-305.

Wardle DA (2003). Global sale of green air travel supported using
biodiesel. Ren. Sust. Ener. Rev., 7: 1-64.

Zhou W, Konar SK, Boocock DGB (2003). Ethyl esters from the single-
phase base-catalyzed ethanolysis of vegetable oils. JAOCS, 80(4):
367-371.



