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Abstract

Background: This study attempted to evaluate the effect of fat-soluble anti-oxidants in
vegetable oils on acrylamide during the deep-fat frying of French fries.

Methods: Three vegetable oils with different fat-soluble anti-oxidant contents were
selected and par-fried potato strips were fried in these oils. Acrylamide in the French fries at
different frying times (at 180 °C) and over 10 consecutive frying sessions were measured. The anti-
oxidant contents and quality degradation of oils were monitored before and after the 5th and 10th
consecutive frying sessions.

Results: The effect of the fat-soluble anti-oxidants in red palm oil on the acrylamide was
more apparent when a prolonged frying time was used for consecutive frying sessions than when
different frying conditions were used. Using red palm oil, acrylamide concentration in French fries
significantly dropped to the lowest level, at 524 ng g*, after the 10th frying session. The f3-carotene
content after the 10th frying session was the highest in red palm oil.

Conclusion: The use of red palm oil for deep-fat frying French fries can be a mitigation
strategy to reduce acrylamide formation, but further studies are necessary to investigate the
influence of different types of fat-soluble anti-oxidants on the inhibition of acrylamide formation.
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Introduction incidences of benign and malignant tumours

Acrylamide, a probable carcinogen was in organ (thyroid and adrepal) (3). High intake
discovered by Swedish National Food Authority O}C acrylamide could also increase the risk of
in 2002 in a variety of baked and fried foods  Xidney and breast cancer (4, 5). Plant-based
cooked at high temperature. Considerable foods that are dense in carbohydrate such as

health concerns have been raised world-wide potatoes, cereals. and many more served'as a
due to the reports (1). International Agency for source of formation of acrylamide. The Maillard

Research on Cancer (IARC) classified acrylamide reactl(?n is the main mechams.tlc pathway
as a potential carcinogen to human (Group established for acrylamide formation, and free
2A) based on its carcinogenicity in rodents asparagine is the main precursor (6). French
(2). Acrylamide has been found to increase fries are a potato-based product that contains
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high concentrations of acrylamide (7) and its
‘benchmark value’ recently been established
lower (500 ng g*) than the ‘indicative value’ (600
ng g*). Should the acrylamide levels surpass the
prescribed benchmark values, investigations are
recommended (8).

Numerous researchers have investigated
various mitigation strategies to minimise the
acrylamide concentrations in processed foods (9,
10). Different authors have used anti-oxidants
to minimise acrylamide formation (11, 12). For
example, the addition of vitamin E (0.1 mg kg™)
to a cookie formula was reported to mitigate the
formation of acrylamide by 49.6% (11). Further,
water-soluble anti-oxidants in virgin olive oil
reduce acrylamide formation in crisps under
different frying conditions (12). Nonetheless,
Tareke (13) reported that the addition of vitamin
E to meat before heating enhances the formation
of acrylamide. Jin et al. (14) explained that the
previously mentioned discordant effects may
occur due to the ability of anti-oxidants with
different structures that reacted with acrylamide
precursors, with intermediates of the reaction or
with acrylamide itself, heading to either reducing
or promoting effects. Further, Constantinou
and Koutsidis (15) discussed that the discordant
effects may also be attributed to the matrix
effects, the anti-oxidant type and the anti-
oxidant content.

During frying, food is immersed in a hot oil
at a high temperature of 150 °C to 190 °C (16).
Deep frying is often performed using vegetable
oil that contains one or more of several oils, such
as corn, canola, soybean, cottonseed, sunflower,
and palm oil (17). Tocopherols and tocotrienols
are the major fat-soluble anti-oxidants in
vegetable oils (18). Dauqgan et al. (19) reported
that the content and the percent composition of
tocopherols and tocotrienols were higher in palm
oil and red palm oil compared to corn oil. The
[B-carotene content is the highest in red palm oil
and the lowest in corn oil (19). Napolitano et al.
(12) suggested that the anti-oxidant properties
of vegetable oils from different sources have
to be considered when analysing acrylamide
formation. Furthermore, there are limited
studies on the effect of fat-soluble anti-oxidants
on the formation of acrylamide. The research to
date has focused on water-soluble anti-oxidants
(11, 12) rather than fat-soluble anti-oxidants.
Therefore, the aim of the present study was to
determine the effect of fat-soluble anti-oxidants
in vegetable oils on acrylamide concentrations
during the deep-fat frying of French fries. Three

vegetable oils with different fat-soluble anti-
oxidant contents were selected: 1) commercial
red palm oil, ii) yellow palm oil and iii) corn
oil. Par-fried potato strips were fried in these
oils, and the acrylamide concentrations in the
French fries were measured at different times
(frying temperature of 180 °C) and during 10
consecutive frying sessions. The fat-soluble anti-
oxidant content and degradation of the quality of
the oils were monitored before and after the 5th
and 10th consecutive frying sessions.

Materials and Methods

Materials

This present study was conducted using
shoestring par-fried potato strips that were
8 x 8 mm in cross section and 60-70 mm
long. The potato strips was purchased from a
hypermarket in Sri Serdang, Selangor, Malaysia.
They were thawed for a minimum of 2 h at
room temperature before frying. Three different
vegetable oils with different fat-soluble anti-
oxidant contents were used: 1) commercial red
palm oil, ii) yellow palm oil and iii) corn oil.
The red palm oil commercially obtained from
the market was a blend of 80% canola oil and
20% red palm oil (20). The vegetable oils were
purchased from a hypermarket in Sri Serdang,
Selangor. The par-fried potato strips were kept at
-18 °C and the vegetable oils were kept at room
temperature prior to use. Par-fried potato strips
and vegetable oils from the same lot number
were chosen.

Frying Experiment

This study included two frying experiments.
The effect of the frying conditions was
determined in the first experiment, and the effect
of consecutive frying was determined in the
second experiment. In the first experiment, 250 g
of potato strips was fried in an electric fryer (oil
capacity: 5 L). Three different temperature and
time combinations were used: (i) 180 + 1 °C for
3.5 min to represent mild frying conditions,
(ii) 180 + 1 °C for 7 min to represent moderate
frying conditions, and (iii) 180 + 1 °C for
14 min to represent severe frying conditions.
Napolitano et al. (12) studied the relationship
between virgin olive oil phenol compounds and
the formation of acrylamide in potato crisps
and fried slices of potatoes at 180 °C for 5, 10,
and 15 min. The three temperature and time
combinations used by Napolitano et al. (12) was
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selected to be used in the present study with
some modifications to suit the characteristics of
materials used, i.e., par-fried potato strips. In
the second experiment, 250 g of par-fried potato
strips was fried in an electric fryer (oil capacity of
5 L) at 180 + 1°C for 3.5 min. The frying started
at approximately 15 min once the temperature
of the oil reached 180 °C. Replicate frying
experiments were conducted for each oil type.
A new lot of oil was used for each replicate frying
experiment. A total of ten consecutive frying
sessions were conducted. In each consecutive
frying session, the French fries were collected
after the 1st, 5th and 10th frying. Samples were
stored in clean plastic bags, labelled and kept
at —18 °C before proceeding with the analysis.
Approximately 100 mL of the vegetable oils was
sampled before and after the 5th and 10th frying
in each consecutive frying session. Oil samples
were stored in amber glass bottles in a chiller
(4 °C) prior to analysis. Replicate analyses of the
peroxide value, p-anisidine value, iodine value,
TOTOX value, free fatty acid content, fatty acid
composition, and B-carotene, a-tocopherol and
tocotrienol contents were performed on the
collected oils.

Analysis Methods

Materials

Acrylamide (> 99%) was obtained from
Sigma—Aldrich (St. Louis, Missouri, USA).
[3C,]-acrylamide (99% isotopic purity, 1000
mg kg') was obtained from Cambridge Isotope
Laboratories, Inc. (Andover, Massachusetts,
USA). Fatty acid methylesters (FAME) were
obtained from Sigma—Aldrich (Bellefonte,
PA, USA). Acetonitrile, hexane, formic acid,
ammonium formate, and sodium methoxide
were obtained from Merck (Darmstadt,
Germany). The chemicals and solvents used
were of analytical or high-performance liquid
chromatography grade. Ultra-pure water
was taken from an ELGA water purification
system (Purelab Classic UV, Elga Labwater,
Lane End, UK). The water was also used to
prepare the stock solutions of acrylamide and
8C,-labeled acrylamide. The concentrations
of the stock solution were 200 mg kg' and
4 mg kg, respectively. Working standards
at concentrations of 1, 5, and 10 mg kg' were
prepared by diluting the stock solution of
acrylamide with water. The standard solution
were stored in a chiller for a maximum of
3 months.
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p-Carotene analysis

[B-carotene was determined according to
the method described by Kuntom (21). A sub-
sample (0.10 g) of oil was weighed into a 25 mL
volumetric flask. The oil samples were mixed
and diluted with n-hexane until they reached
the calibration mark. The sample was placed in
a glass cuvette, and absorption was measured
using a spectrophotometer (Genesys 20, 4001/4)
at 446 nm.

a-Tocopherol and Tocotrienol Analyses

Extraction

a-Tocopherol and tocotrienol
concentrations were measured using a liquid
chromatography tandem mass spectrometer (LC-
MS/MS) according to Stephen (22). A subsample
(0.03 g) of oil was weighed into a 10 mL amber
vial, and 5 mL of n-hexane was added. The
mixture was mixed using a vortex mixer (Model
VRT-3000 L, LMS Co., Ltd., Tokyo, Japan) for
30 s and purged with nitrogen to dryness (Parker
Domnick Hunter, Ohio, USA). Acetonitrile
(5 mL) was added, and the solution was mixed
using a vortex mixer for 30 s before it was
immediately carried to a vial for the a-tocopherol
and tocotrienol analyses.

UHPLC-MS/MS

The standards and extracts were injected
into the Agilent 1290 Infinity ultra-high
performance liquid chromatography (UHPLC)
system via a Phenomenex Synergi Fusion RP
column (2.1 x 100 mm, 3 pum) (Phenomenex,
Torrance, CA, USA). The AB SCIEX QTRAP®
5500 operating in the multiple reaction
monitoring (MRM) mode was used to detect
acrylamide. The Turbo VIM source was used
with an electrospray ionisation (ESI) probe
in positive polarity. The standards contained
mixtures of tocopherol and tocotrienol at
concentrations of 1, 3, 5, and 10 mg kg'. The
injection volume was set to 10 pL.

Separation of the tocopherol and tocotrienol
components was achieved under gradient
conditions using water with 0.1% formic acid and
5 mM ammonium formate (A) and acetonitrile
with 0.1% formic acid and 5 mM ammonium
formate (B) as the mobile phases at a flow rate
of 500 uL/min. The gradient program was
as follows: 0—2 min 70% A, 3—5 min. 0% A,
5—6 min 70% A. The run time for the sample
extracts and calibration standards was 6 min.



Original Article | Effect of anti-oxidants on acrylamide

Quantification

For quantification, the transitions m/z
431 > 165 for a-tocopherol, m/z 425 > 165 for
a-tocotrienol, m/z 411 > 151 for y-tocotrienol,
and m/z 397 > 137 for S-tocotrienol were used.
The components of the vitamin E concentration
in the samples were calculated based on the
slope and the intercept value of calibration curve.
The calibration curve was developed by plotting
the peak area of each component of vitamin E
against the concentration of the standards. The
calibration curves were linear (> > 0.999). The
limit of detection for a-tocopherol was 0.1 ng g™,
a-tocotrienol was 0.1 ng g, y-tocotrienol was 0.2
ng g+, and §-tocotrienol was 0.5 ng g

Oil Qualities Analyses

AOCS official methods (23) were used
to determine the peroxide value (Cd 8b-90),
p-anisidine value (Cd 18-90), and free fatty
acid content (Ca 5a-40) of the collected oil
samples. The iodine value was determined
using the MPOB Test Methods p 3.2. (21). The
fatty acid composition was determined via
transesterification based on the AOCS method
No: Ce 1-62, 1998 (24). The oil was converted
to fatty acid methyl esters (FAME) by dissolving
50 mg of oil in 950 uL of n-hexane, followed by
the addition of 50 uL of sodium methoxide. The
mixtures were vortexed (Uzusio VIX-3000 L,
Tokyo, Japan) for 10 s and allowed to settle for
10 min at an ambient temperature of 25 °C.
The top layer (1 pL) was injected into a gas
chromatograph (Agilent 6890N, Little Falls, DE,
USA) equipped with a split—splitless injector
and a flame ionization detector. A medium
polar cyanopropyl capillary column, DB23
(60 m x 0.25 mm x 0.15 um) (Agilent
Technologies, Santa Clara, CA, USA), was used.
The FAME peaks were identified by comparing
the retention times to a standard mixture. The
peak areas were computed, and the percentages
of the FAME were established as the area
percentages via direct normalisation.

Acrylamide Analysis

Extraction

The procedure was adapted from Sanny
et al. (9) with some modifications. The French
fries were ground in a blender (Braun multiquik
7ZK3, Frankfurt, Germany). A subsample (1.0 g)
was put in a 50 mL centrifuge tube. Next, 10 mL
of water containing the isotopically labelled
acrylamide was added. The final concentration

of the isotopically labelled acrylamide was
50 ng g'. A vertical shaker (RS-1, Jeio Tech
Co., Gyeonggi-do, Korea) was used to mix the
solution for 30 min at ca 285 pulses/min. The
homogenate was centrifuged in a centrifuge (3-
18K, Sigma, Gillingham Dorset, UK) at a speed of
11,200 RCF (g) for 30 min at 4 °C. Approximately
2 mL of an aliquot beneath the oil layer was
taken using a syringe and filtered through a
0.2 um nylon syringe filter (Sartorius Stedim
Biotech, Goettingen, Germany). The filtrate was
immediately moved to a vial before proceeding
with the acrylamide analysis.

UHPLC-MS/MS

The standards and extracts were injected
into the Agilent 1290 Infinity UHPLC system
via a Phenomenex Synergi Fusion RP column
(2.1 x 100 mm, 3 um) (Phenomenex, Torrance,
CA, USA). The AB SCIEX QTRAP® 5500,
which was operated in the MRM mode, was
used to detect acrylamide. The Turbo VIM
source was used with an ESI probe in positive
polarity. The calibration standards comprised
of acrylamide at five different levels: 1, 50, 250,
500, and 1000 ng g*. 3C,-labeled acrylamide
at a concentration of 50 ng g* was added to the
calibration standards. The injection volume was
set to 20 pL.

Acrylamide was separated under gradient
conditions using water with 0.1% formic acid and
5 mM ammonium formate (A) and acetonitrile
with 0.1% formic acid and 5 mM ammonium
formate (B) as the mobile phases at a flow rate
250 upL/min. The gradient programme for
acrylamide quantification using LC-MS/MS was
10% B to 90% B from 0.01 min to 4.0 min, hold
for 1 min and back to 10% B in 0.1 min and re-
equilibration for 3 min. The run time for the
analysis was 8 min.

Quantification

For quantification, the transitions m/z
72 > 55 for acrylamide and m/z 75 > 58 for
BC,-acrylamide were used. The transitions
m/z 72 > 55, 72 > 54 and 72 > 44 were used to
confirm the peak identity. A calibration graph
was constructed by plotting the peak area of
acrylamide relative to the internal standard
against the corresponding ratios of the analyte
amounts. The acrylamide concentrations in
the sample extracts were calculated using the
calibration slope and intercept value. The
calibration curves were linear (r> > 0.999). The
limit of detection was 0.1 ng g™
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Statistical Analysis

The one-way ANOVA was used to determine
the mean differences in the anti-oxidant contents
and quality characteristics of the vegetable oils
before and after the 5th and 10th consecutive
frying sessions. Tukey’s multiple comparisons
test was used to determine the significance of
the differences in the anti-oxidant contents and
quality characteristics of the oils. In addition, the
two-way ANOVA was conducted to determine
the difference in the mean of acrylamide between
different types of vegetable oils and frying
conditions as well as between different types
of vegetable oils and number of frying. The
significance of the differences in the acrylamide
concentration was determined using Tukey’s
multiple comparisons test. A P-value < 0.05 in
the tests was considered significant. Statistical
analyses were performed wusing Minitab
Statistical Software v.14 (Minitab Inc., State
College, Pa., U.S.A.).

Results and Discussion

The fat-soluble anti-oxidant contents in
vegetable oils were determined to obtain insight
into their initial levels and to monitor changes
during 10 consecutive frying sessions. Table 1
indicates that the initial content of B-carotene
was the highest in red palm oil (294 mg kg™),
which was followed by yellow palm oil (119
mg kg?) and corn oil (84 mg kg*). The results
confirmed that red palm oil is the world’s richest
food source of carotenoids (25). The initial
content of a-tocopherol was the highest in corn
oil (455 mg kg), and the initial total content
of tocotrienol was the highest in yellow palm
oil (425 mg kg'). The content of a-tocopherol
reported in the present study is consistent
with those of Ramadan and Wahdan (26), who
reported a similar content for a-tocopherol in
corn oil at 417 mg kg. Further, Ryan et al. (27)
confirmed that vegetable oils, such as corn oil,
that are derived from grains and legumes are rich
in tocopherol. Additionally, the total content of
tocotrienol in yellow palm oil agrees with Adam
et al. (28), who reported a similar total content of
tocotrienol in yellow palm oil at 490 mg kg™.

Moreover, Table 1 shows that the content
of B-carotene, a-tocopherol and total tocotrienol
decreased with the increasing number of frying
for all types of oil. For instance, the content
of B-carotene in yellow palm oil before frying
significantly decreased from 119 mg kg*' to
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110 mg kg' after the s5th frying and further
decreased to 82 mg kg* after the 10th frying
session. The results are in agreement with
those of Evuen et al. (29), who found that the
[(-carotene content in 10 different samples of
vegetable oils was reduced significantly when
the samples were subjected to repeated frying.
The decrease in the a-tocopherol and total
tocotrienol content with the number of frying in
the present study is consistent with the results
of other researchers (16) who found that various
vitamin E fractions in palm oil (a-tocopherol,
a-tocotrienol, y-tocotrienol and §&-tocotrienol)
were reduced when the oil was subjected to heat
treatment. The findings indicated that the anti-
oxidant contents could degrade to some extent
due to their poor thermostability. Taghvaei
and Jafari (30) highlighted that the poor
thermostability of anti-oxidants at high heating
temperatures or long heating times may reduce
the opportunity to exert the anti-oxidant activity.

The quality characteristics of oil were
determined to monitor the deterioration of oils
during 10 consecutive frying sessions. Table 2
shows that the percentage of saturated and
monounsaturated fatty acids, peroxide value,
p-anisidine value, free fatty acid value, and
TOTOX value increased with the number of
frying for all oil types; however, the percentage
of polyunsaturated fatty acid and the iodine
value decreased. The results are in agreement
with those of Lim et al. (10), who monitored the
quality degradation in yellow palm oil during 10
consecutive frying sessions of sweet potato chips.
They reported similar pattern of results; the
percentage of saturated and monounsaturated
fatty acids, peroxide value, p-anisidine value, free
fatty acid value and TOTOX value increased, but
the percentage of polyunsaturated fatty acid and
the iodine value decreased with the increasing
number of frying. The increase in the peroxide
values implies that the amount of the primary
oil oxidation products (such as hydroperoxides)
increased, whereas the increased p-anisidine
values indicate that the amount of secondary
oil oxidation products (such as aldehydes and
ketones) increased (31). The TOTOX value is a
measure of the total oxidation, including primary
and secondary oxidation products, and it gives
a better estimation of the progressive, oxidative
deterioration of fats and oils (31). Table 2
shows that the TOTOX value after the 1oth
frying session was the lowest in corn oil (29.7)
followed by yellow palm oil (35.2) and red palm
oil (38.5). In the present study, corn oil, which
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had the highest content of a-tocopherol, seems
to be more effective in controlling oxidative
deterioration during the frying of French fries
than yellow and red palm oil. This result is in
agreement with Alizadeh et al. (32), who studied
the anti-oxidant activity of tocopherol on oil
oxidation in a mixture of sunflower seed oil
and palm olein during the deep frying of potato
slices and reported that tocopherol is effective
in controlling oil oxidation, especially during
the primary stage. Although a-tocopherol seems
effective for controlling oil oxidation, the effect
of fat-soluble anti-oxidants in vegetable oils on
acrylamide formation requires further research,
as Constantinou and Koutsidis (15) indicated that
different types of anti-oxidants with different
structures exhibit varying degrees of carbonyl-
binding properties that inhibit acrylamide
formation.

An  experiment was conducted to
establish the impact of the frying conditions
on acrylamide using different vegetable oils.
The frying temperature was held at 180 + 1 °C,
but the frying times were chosen to represent
mild (3.5 min.), moderate (7 min.), and severe
(14 min.) frying conditions. Table 3 shows that
the acrylamide formation significantly increased
with the increasing frying time (from the mild
to moderate frying conditions) for red palm
oil and corn oil, but not for yellow palm oil.
Acrylamide formation slightly dropped under the
severe frying condition all types of oil, but the
difference was not significant. The acrylamide
concentration in the French fries prepared using
red palm oil significantly increased from 740 ng
g* under the mild condition to 852 ng g* under
the moderate condition and slightly dropped to
828 n/g under the severe condition. The increase
in the acrylamide concentration from the mild
to moderate frying conditions reported in the
present study is in agreement with the results
of Napolitano et al. (12), who reported that
the acrylamide concentration of potato crisps
rapidly increased with the increasing frying time
at the same temperature (180 °C). Further, the
decrease in the acrylamide concentration from
the moderate to severe condition reported in the
present study is consistent with the findings of
Rydberg et al. (33), who reported that prolonged
heating may decrease acrylamide formation as a
result of a degradation process and exhaustion
of one of the reactants. The results in the present
study confirm the findings of other researchers.
Knol et al. (34) reported that acrylamide is
subjected to complex reactions (formation as

well as degradation) because acrylamide is an
intermediate product of the Maillard reaction.
Table 3 shows no significant differences
in the acrylamide concentrations in the French
fries fried under moderate and severe frying
conditions for all types of oil. The effect of the
fat-soluble anti-oxidants in vegetable oils to
reduce acrylamide formation under different
frying conditions was not evident in this
experiment. To observe the effect of fat-soluble
anti-oxidants in vegetable oil on acrylamide
formation, a much longer frying time was
used, and consecutive frying sessions were
conducted. Table 4 shows that no significant
difference in the acrylamide concentration in
French fries was observed with the increasing
number of frying in yellow palm oil. However,
the acrylamide concentration significantly
dropped to the lowest level, at 524 ng g, after
the 10th frying session in red palm oil. These
results are in contrast to those of Urbanci¢ et al.
(35), who studied the effects of rosemary extract
on sunflower oil stabilisation and found that
acrylamide formation increased during 20 deep
frying sessions of potatoes. Our findings are in
contrast with the results of previous research
possibly due to the decomposition of rosemary
and other water-soluble anti-oxidants during
deep frying (36). Kamaruzaman et al. (37)
reported that red palm oil has a high oxidative
stability and contains high levels of fat-soluble
anti-oxidants, such as vitamin E and carotenoids.
The content of B-carotene after the 10th frying
session was the highest in the red palm oil
(143 mg kg"). Further, Table 4 shows that the
acrylamide concentration in French fries after
the 10th frying session was significantly lower
using red palm oil (524 ng g*) than yellow palm
oil (779 ng g*) and corn oil (813 ng g7). As
mentioned, the Maillard reaction is the major
mechanistic pathway of acrylamide formation
(6). Carbonyl scavenging has been proposed
to effectively reduce or prevent acrylamide
formation by interrupting critical steps or
scavenging key intermediates in the acrylamide
formation pathways (38). Since the Maillard
reaction and mechanisms for the formation
of acrylamide may involve free radicals, it has
been proposed that anti-oxidants may scavenge
these free radicals and decrease the formation
of acrylamide (39). Possibly, B-carotene in red
palm oil may scavenge free radicals and decrease
the formation of acrylamide during the frying
of French fries. We reported earlier that the
type of vegetable oil significantly influenced
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Table 3. Acrylamide concentration of French fries at 180 °C using different vegetable oils at different

frying conditions

Frying condition

Red palm oil (ng g*)
Mild 7408 (1.41)
Moderate 85224(11.31)
Severe 82824 (14.14)

Types of vegetable oil
Yellow palm oil (ng g*) Corn oil (ng g?)
777* (37-48) 736 (8.49)
789"4(3.54) 804" (6.36)
753** (41.01) 801*(2.12)

2> Values within the same row with different letters are significantly different (P < 0.05)
A-B Values within the same column with different letters are significantly different (P < 0.05)

Values are means of duplicate determination (+SD)

Table 4. Acrylamide concentration of French fries (frying at 180 + 1 °C for 3.5 min) using different
vegetable oils after 1st, 5th and 10th consecutive frying sessions

Number of frying

Types of vegetable oil

Red palm oil (ng g*)

After 1st frying 853**(38.89)
After 5th frying 848 (31.11)
After 10th frying 524"% (89.80)

Yellow palm oil (ng g*) Corn oil (ng g?)

840 (35.36) 8102 (1.41)
776 (11.31) 824 (2.83)
779 (2.12) 810% (4.24)

2> Values within the same row with different letters are significantly different (P < 0.05)
A-B Values within the same column with different letters are significantly different (P < 0.05)

Values are means of duplicate determination (+SD)

acrylamide formation in sweet potato chips (10).
In the present study, we report that fat-soluble
anti-oxidants in vegetable oils do contribute
to significant differences in acrylamide
concentrations during the deep-fat frying of
French fries. Using red palm oil, which has a high
content of B-carotene, significant changes in the
acrylamide concentration were seen. Particularly,
acrylamide formation slowed down when red
palm oil, which is rich in B-carotene, was used.
However, the effect of fat-soluble anti-oxidants
in red palm oil on the formation of acrylamide
was more apparent during consecutive frying
than different frying conditions. The overall
results of this study suggest that the use of
red palm oil for deep-fat frying French fries
can be used as a mitigation strategy to reduce
acrylamide formation, but further studies are
necessary to investigate the influence of different
types of fat-soluble anti-oxidants on inhibiting
acrylamide formation.

Conclusion

The effect of fat-soluble anti-oxidants in
red palm oil to reduce acrylamide formation
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in French fries was more apparent when
a prolonged frying time was used under
consecutive frying sessions than under different
frying conditions. The content of 3-carotene after
the 10th frying session was the highest in the red
palm oil. It was proposed that -carotene in the
red palm oil may scavenge key intermediates in
the acrylamide formation pathways and decrease
the formation of acrylamide during the frying
of French fries. Deep-fat frying is commonly
practiced in the food industry, food service
establishments as well as homes; the use of
red palm oil can be anticipated as a mitigation
strategy to reduce acrylamide formation in deep-
fried, carbohydrate-rich foods. In addition, we
showed that corn oil had the highest content of
a-tocopherol and was somewhat more effective
in controlling oxidative deterioration during
the frying of French fries than yellow and red
palm oil. Although a-tocopherol seems to be
effective in controlling oil oxidation, the effect
of fat-soluble anti-oxidants in vegetable oils on
acrylamide requires further research, as different
types of anti-oxidants with different structures
exhibit varying degrees of carbonyl-binding
properties for inhibiting acrylamide formation.



Original Article | Effect of anti-oxidants on acrylamide

Acknowledgements

We thank Yap Ken Choy from the Advanced
Chemistry Solutions, Petaling Jaya, Selangor,
Malaysia for technical assistance with the
a-tocopherol and tocotrienols analyses. We
acknowledge the financial support from the
Ministry of Higher Education of Malaysia
(project no. FRGS/1/2013/SGo1/UPM/02/2).

Conflicts of Interest

None

Funds

None

Authors’ Contributions

Conception and design: MS, SAK

Analysis and interpretation of the data: MS, SAK
Drafting of the article: MS, SAK

Critical revision of the article for important intellectual
content: RS, JS

Final approval of the article: RS, JS

Provision of study materials and patients: FSP
Statistical expertise: MS, SAK

Obtaining of funding: MS

Administrative, technical, or logistic support: RS, JS
Collection and assembly of data: SAK

Correspondence

Dr Maimunah Sanny

PhD (Wageningen University, Netherlands)
Department of Food Science,

Faculty of Food Science and Technology,
Universiti Putra Malaysia,

43400 Serdang, Selangor, Malaysia.

Tel: +603 8946 8410

Fax: +603 8942 3552

E-mail: s_maimunah@upm.edu.my

References

1. Tareke E, Rydberg P, Karlsson P, Eriksson
S, Tornqvist M. Analysis of acrylamide, a
carcinogen formed in heated foodstuffs. J Agric
Food Chem. 2002;50(17):4998-5006. https://
doi.org/10.1021/jfo20302f

International Agency for Research on Cancer
(IARC). Some industrial chemicals. IARC
Monograph on the evaluation for carcinogenic
risk of chemicals to human; 1994. [Retrieved 2018
October 12]. Available from: https://monographs.
iarc.fr/wp-content/uploads/2018/06/mono60.pdf

FAO/WHO. Discussion paper on acrylamide.
36th session, 22—-26 March. [Internet]. 2004.
[Retrieved 2018 April 30]. Available from: http://
www.fao.org/tempref/codex/Meetings/CCFAC/
CCFAC36/fa36_34e.pdf

Hogervorst JG, Schouten LJ, Konings EJ,
Goldbohm RA, Van Den Brandt PA. Dietary
acrylamide intake and the risk of renal cell,
bladder, and prostate cancer. Am J Clin Nutr.
2008;87(5):1428-1438. https://doi.org/10.1093/
ajen/87.5.1428

Olesen PT, Olsen A, Frandsen H, Frederiksen
K, Overvad K, Tjonneland A. Acrylamide
exposure and incidence of breast cancer
among postmenopausal women in the Danish
diet, cancer and health study. Int J Cancer.
2008;122(9):2094—2100. https://doi.org/10.1002/
ije.23359

Friedman M. Acrylamide: inhibition of formation
in processed food and mitigation of toxicity
in cells, animals, and humans. Food Funct.
2016;6(6):1752—1772.  https://doi.org/10.1039/
c5fo00320b

Luning PA, Sanny M. Acrylamide in fried potato
products. In: Gokmen YV, editor. Acrylamide
in food: analysis, content and potential health
effects. London, UK: Elsevier Inc; 2016. pp 159—
179. https://doi.org/ 10.1016/b978-0-12-802832-
2.00008-5

European-Commission. Annexes to the
Commission  Regulation (EU) establishing
mitigation measures and benchmark levels for
the reduction of the presence of acrylamide in
food. 2017. Available from: https://ec.europa.eu/
info/law/better-regulation/initiatives/ares-2017-
2895100_en

Sanny M, Luning PA, Jinap S, Bakker EJ, Van
Boekel MAJS. Effect of frying instructions for
food handlers on acrylamide concentration
in French fries: an explorative study. J Food
Prot. 2013;76(3):462—472. https://doi.org/10.
4315/0362-028x.jfp-12-049

www.mjms.usm.my



Malays J Med Sci. Sep-Oct 2018; 25(5): 128-139

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

Lim PK, Jinap S, Sanny M, Tan CP, Khatib
A. The influence of deep frying using various
vegetable oils on acrylamide formation in sweet
potato (Ipomoea batatas L. Lam) chips. J
Food Sci. 2014;79(1):T115-T121. https://doi.
org/10.1111/1750-3841.12250

Li D, Chen Y, Zhang Y, Lu B, Jin C, Wu X.
Study on mitigation of acrylamide formation
in cookies by five anti-oxidants. J Food Sci.
2012;7(11):C1144—-C1149. https://doi.org/10.1111/
j.1750-3841.2012.02949.X

Napolitano A, Morales F, Sacchi R, Fogliano V.
Relationship between virgin olive oil phenolic
compounds and acrylamide formation in fried
crisps. J Agric Food Chem. 2008;56(6):2034—
2040. https://doi.org/10.1021/jf0730082

Tareke E. Identification and origin of potential
background carcinogens: endogenous isoprene
and oxiranes, dietary acrylamide. PhD diss.,
Department of Environmental Chemistry,
Stockholm University; 2003.

Jin C, Wu X, Zhang Y. Relationship between
antioxidants and acrylamide formation: a review.
Food Res Int. 2013;51(2):611—620. https://doi.
org/10.1016/j.foodres.2012.12.047

Constantinou C, Koutsidis G. Investigations on
the effect of antioxidant type and concentration
and model system matrix on acrylamide
formation in model Maillard reaction systems.
Food Chem. 2016;197(Part A):769-775. https://
doi.org/10.1016/j.foodchem.2015.11.037

Jaarin K, Yusof K. Repeatedly heated vegetable
oils and lipid peroxidation. In: Catala A, editor.
Lipid peroxidation. InTech Open; 2012. pp 211—
228. https://doi.org/10.5772/46076

Warner J. Corn oil used most often for French
fries. 2010 [Retrieved 2012 September 10].
Available from: http://www.webmd.com/diet/
news;/20100119/corn-oil-used-most-often-french-
fries

Sundram K, Sambanthamurthi R, Tan YA. Palm
fruit chemistry and nutrition. Asia Pac J Clin
Nutr. 2003;12(3):355—362.

Daugan E, Sani HA, Abdullah A, Muhamad H,
Gapor Md Top AB. Vitamin E and beta carotene
composition in four different vegetable oils. Am
J Appl Sci. 2011;8(5):407—412. https://doi.org/
10.3844/ajassp.2011.407.412

www.mjms.usm.my

20.

21.

22,

23.

24.

25.

26.

27.

28.

29.

Ramyasivaselvi M, Kowsalya S, Ramalingam
S, Ramanathan M. Nutraceutical potentials of
Carotino oil and its effect on blood glucose and
antioxidant enzymes in streptozotocin induced
diabetic rats. J Agric Sci Technol. 2011;1:1079—
1088.

Kuntom A. MPOB test methods: a compendium
of test[s] on palm oil products, palm kernel
products, fatty acids, food related products
and others. Kuala Lumpur: Malaysian Palm Oil
Board, Ministry of Plantation Industries and
Commodities Malaysia; 2005.

Stephen L. Fat soluble vitamin detection in food
by LCMS/MS. AB SCIEX Pte Ltd; 2013.

AOCS. Official methods and recommended
practices of the American Oil Chemists Society.
4th ed. Broadmoor Drive, Champaign, Illionis:
American Oil Chemists Society Press; 1993.

Firestone D. Method No: Ce1-62 official methods
and recommended practices of the American
Oil Chemical Society USA. 5th ed. Urbana, USA:
AOCS Press; 1998.

Souganidis E, Laillou A, Leyvraz M, Moench-
Pfanner R. A comparison of retinyl palmitate and
red palm oil beta-carotene as strategies to address
vitamin A deficiency. Nutrients. 2013;5(8):3257—
3271. https://doi.org/10.3390/nu5083257

Ramadan MF, Wahdan KMM. Blending of
corn oil with black cumin (Nigella sativa)
and coriander (Coriandrum sativum) seed
oils: impact on functionality, stability and
radical scavenging activity. Food Chem.
2012;132(2):873-879. https://doi.org/10.1016/j.
foodchem.2011.11.054

Ryan E, Galvin K, O'Connor TP, Maguire AR,
O'Brien NM. Phytosterol, squalene, tocopherol
content and fatty acid profile of selected seeds,
grains, and legumes. Plant Foods Hum Nutr.
2007;62(3):85-91. https://doi.org/10.1007/
$11130-007-0046-8

Adam SK, Sulaiman NA, Mat AG, Jaarin K.
Heating reduces vitamin E content in palm
and soy oils. Malays J Biochem Mol Biol.
2007;15(2):76-79.

Evuen UF, Apiamu A, Ugbeni OC. Toxicological
potentials of repeated frying on antioxidant
status of vegetable oils. International Journal
of Engineering Research & Technology.
2013;2(3):1-6.



30.

31.

32.

33.

34.

Original Article | Effect of anti-oxidants on acrylamide

Taghvaei M, Jafari SM. Application and stability
of natural antioxidants in edible oils in order to
substitute synthetic additives. J Food Sci Technol.
2015;52(3):1272—1282. https://doi.org/10.1007/
$13197-013-1080-1

Shahidi F, Zhong Y. Lipid oxidation:
measurement methods. In: Shahidi F, editor.
Bailey’s industrial oil and fat products. Hoboken,
NJ, USA: John Wiley & Sons, Inc; 2005. pp 357—
385.

Alizadeh L, Nayebzadeh K, and Mohammadi A.
A comparative study on the in vitro antioxidant
activity of tocopherol and extracts from rosemary
and Ferulago angulata on oil oxidation during
deep frying of potato slices. J Food Sci Technol.
2016;53(1):611—620.  https://doi.org/10.1007/
$13197-015-2062-2

Rydberg P, Eriksson S, Tareke E, Karlsson P,
Ehrenberg L, Tornqvist M. Factors that influence
the acrylamide content of heated foods. In:
Friedman M, Mottram D, editors. Chemistry
and safety of acrylamide in food. Advances in
experimental medicine and biology. Boston,
MA: Springer; 2005. pp 317—-328. https://doi.
org/10.1007/0-387-24980-x_ 24

Knol JJ, Van Loon WAM, Linssen JPH, Ruck
AL, Van Boekel MAJS, Voragen AGJ. Toward
a kinetic model for acrylamide formation in a
glucose-asparagine reaction system. J Agric
Food Chem. 2005;53(15):6133—6139. https://doi.
org/10.1021/jfo50504m

35-

36.

37

38.

39-

Urbandi¢ S, Kolar MH, Dimitrijevic D, Demsar
L, Vidrih R. Stabilisation of sunflower oil and
reduction of acrylamide formation of potato with
rosemary extract during deep-fat frying. LWT-
Food Science and Technology. 2014;57(2):671—
678. https://doi.org/10.1016/j.lwt.2013.11.002

Bordin K, Kunitake MT, Aracava KK, Trindade
CSF. Changes in food caused by deep fat
frying—a  review. Arch Latinoam  Nutr.
2013;63(1):5—-13.

Kamaruzaman N, Babji AS, Wan Ismail WR, Foo
SP. Vitamin E contents and oxidative stability of
red palm oils blended chicken nuggets during
frozen storage. Malaysian Journal of Analytical
Sciences. 2015;19(1):202—212.

Cheng KW, Zeng X, Yun ST, Wu JJ, Liu Z, Sze
KH, et al. Inhibitory mechanism of naringenin
against carcinogenic acrylamide formation and
nonenzymatic browning in maillard model
reactions. Chem Res Toxicol. 2009;22(8):1483—
14809. https://doi.org/10.1021/tx9001644

Zamora R, Hidalgo FJ. The Maillard reaction and
lipid oxidation. Lipid Technol. 2011;23(3):59—62.
https://doi.org/10.1002/lite.201100094

www.mjms.usm.my



