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Abstract: Using different bleaching materials to eliminate or reduce organic volatiles in deteriorated
olive oils will positively affect its characteristics. This study aims to identify the volatiles of oxidized
olive oil after physical bleaching using selected immobilized adsorbents. Oxidized olive oil was
eluted using open-column chromatography packed with silica gel, bentonite, resin, Arabic gum, and
charcoal at a 1:5 eluent system (w/v, adsorbent: oxidized olive oil). The smoke point was determined.
The collected distilled vapor was injected into GC-MS to identify the volatiles eluted after partial
refining with each of these bleaching compounds. The results showed that volatile compounds were
quantitatively and qualitatively affected by the type of adsorbents used for the elution of olive oil and
the smoking points of eluted oils. The most prominent detected volatile compounds were limonene
(14.53%), piperitone (10.35%), isopropyl-5-methyl-(2E)-hexenal (8.6%), methyl octadecenoate (6.57%),
and citronellyl acetate (5.87%). Both bentonite and resin were superior in decreasing the ratio of
volatile compounds compared with other bleaching materials used. Resin immobilized medium was
significantly affected (p < 0.05), raising the smoke point. These results highlighted some information
regarding the characteristics of volatile compounds that result after the physical elution of olive oil
through selected adsorbents.
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1. Introduction

Olive tree (Olea europaea L.) is widely cultivated in many parts of the world [1]. In
Jordan, the production of olive fruits has increased significantly [2]. Recent studies have
shown that the rate of olive fruit production between 2011 and 2020 was estimated to be
about 154,000 tons, 78% of which was used as olive oil [3]. Olive oil is a vital agro-product
to complement local food and is used in cooking, pharmaceuticals, cosmetics, medicine,
fuel to light oil lamps, and soap production [4,5]. As a part of the Jordanian diet, it is
consumed daily, with an average consumption of 4.6 kg per year [6,7].

Extra virgin olive oil (EVOO) is graded as the highest quality. It is extracted directly
from olives at a low temperature through mechanical or physical methods [8-10]. EVOO
has been widely associated with preventing cancer, heart disease, and aging by inhibiting
oxidative stress [11] and diabetes mellitus type 2 [12]. A recent comprehensive systematic
review and meta-analysis showed that around a 20% reduction in the relative risk of type
2 diabetes is associated with olive oil consumption [13]. These valuable properties are
mainly attributed to its composition due to its high levels of monounsaturated fatty acids,
particularly oleic acid, as well as containing natural antioxidants such as polyphenols and
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tocopherols [11,14]. Olive oil contains pigments, hydrocarbons, sterols, phospholipids,
mono- and diglycerides, fatty alcohols, waxes, and diverse aroma compounds with relevant
functions in olive oil stability and flavor [14,15]. Its composition depends on several
parameters, including the cultivar, climate conditions, harvesting methods, fruit ripening
degree, leaf removal, and crushing and extraction system [16].

Volatile compounds, defined as low molecular weight compounds with high vapor
pressure at room temperature [17], are responsible for most of the sensory properties
of olive oil and play a significant role in evaluating the overall oil quality, which has a
decisive influence on acceptability [18]. They are mainly responsible for olfactory sensation,
among other minor components [19]. However, the organoleptic characteristics and the
quality of olive oil are adversely affected by unstable conditions over time during storage
and transport, which alter the oil quality as a consequence of the degradation of some
components [16,19-21]. Volatiles in virgin olive oil originate from three main well-known
pathways [19]. The lipoxygenase pathway exerts the presence of C5 and C6 compounds
that are responsible for the fruity aroma and sweet green/ripened perception of olive
oil [22,23]. Volatiles such as nonanal, 2-pentyl furan, [19,22], C1-C4, and C7 are also formed
due to the oxidation of fatty acids during olive oil storage, by which defective attributes will
occur [23]. Bad practices during post-harvest or the storage of unfiltered oil may involve
microbiological activities. Both oxidation and fermentation are attributed to the negative
characteristics of olive oil [19,20,24].

A series of chemical reactions, such as oxidation, hydrolysis, and polymerization, takes
place due to high temperatures and the presence of oxygen, moisture, and light, which
result in the production of byproducts, including free fatty acids, hydroperoxides, alcohol,
cyclic compounds, dimers, and polymers, which reduce oil shelf life and directly affect
its quality [20,24]. It is worth mentioning that some traditional practices of old millers (in
particular, in the northern part of Jordan) used to blanch the olive fruits in boiled water
and followed by sun-drying for several days before being exposed to hydraulic pressing,
causing highly oxidized oil known as “Saleeq” or “Maslooq oil”, which is classified as
lampante virgin oil with undesirable organoleptic or chemical characteristics such as high
acidity and peroxide that make it unfit for consumption according to IOC parameters [25];
however, some Jordanians believe in its benefits and prefer it. The blanching of olive
fruit negatively affects the synthesis of volatile compounds and, thus, the aroma’s volatile
profile [26]. Post-harvest practices such as keeping fruits in jute sacks for several days before
milling and harsh methods in harvesting will lead to oxidation and fermentation reactions
by exogenous enzymes that dramatically affect the volatile compounds and the final quality
of the oil [17,27]. It has been reported that organoleptic defects are associated with the
volatile composition of olive oil and are usually related to chemical oxidation [19,28].

Adsorbents have been used to refine crude oils to remove free fatty acids and other
impurities that cause quality deterioration and reduce the o0il’s shelf life. The partial
refining of plant oils using adsorbents provides an environmentally friendly process that
reduces the use of energy, toxic substances, and the loss of bioactive compounds while
improving efficiency and product quality [29]. In previous work [30], selected immobilized
adsorbents, silica gel, charcoal, activated bentonite, Arabic gum, and ion-exchange resin
were used to partially refine oxidized olive oil and its quality was evaluated. To our
knowledge, no studies have discussed the characteristics of volatile compounds reserved
after oxidized olive o0il’s physical elution through these selected adsorbents. Thus, the
present work aimed to identify volatile compounds at smoke point temperature for olive oil
after partially refining through five selected immobilized adsorbents (silica gel, bentonite,
resin, Arabic gum, and charcoal) using GC-MS.

2. Results and Discussion

Lampante olive oil is intentionally refined to remove free fatty acids, peroxides, phos-
pholipids, and volatile compounds in order to render it fit for human consumption [31]. It
is well known that treatment with adsorbents will efficiently enhance the quality of used
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o0il [29]. In the current study, olive oil was exposed to oxidation until achieving rancidity
where the peroxide level was elevated to 48 mEqO,/Kg. Five adsorbent media were used
to assess their efficiency in adsorbing organic volatiles accumulated in the oxidized and
deteriorated olive oil. Volatiles were characterized after elution samples through selected
adsorbents using GC-MS.

2.1. Effect of Adsorbents on the Volatile Compounds of Treated Olive Oil Samples

Volatile compounds are generally grouped as aldehydes, alcohols, esters, terpenes,
and organic acids [32]. Table 1 shows the volatile compounds and their percentage quantity
detected in the control sample where the oxidation of the oil was induced through direct ex-
posure to a fan air current for a month. In this study, thirty-seven compounds were detected,
namely, limonene (14.53%), piperitone (10.32%), 2-isopropyl-5-methyl-(2E)-hexenal (8.6%),
methyl octadecenoate (6.57%), citronellyl acetate (5.87%), and 4,4-dimethyl-1-heptene-6-
yne (5.18%), which were the most predominant compounds compared with others. All
identified volatile compounds belong to several chemical classes, such as aliphatic hydro-
carbons, terpenoids, esters, alcohols, furan, ether, heterocyclic compound, ketones, and
aldehydes. It has been reported that when storing olive oil under the harsh conditions of air
exposure, volatiles of penten-3-ol and hexanal will be predominant [20]. It is encouraging
to compare the results of this current with that found by Romero et al. [33], who conducted
a study aiming to validate a method of using solid-phase microextraction GC/MS in the
detection of the volatiles that are responsible for negative organoleptic defects in virgin
olive oil. The latter study stated twenty-nine of the volatile compounds responsible for
the most organoleptic sensation in virgin olive oil. Among these are octane, ethyl acetate,
ethanol, pentanal 3-pentanone, 1-penten-3-one, 2-butanol, ethyl butanoate, and hexanal.
Another reported document showed that there were many volatiles detected in defective
olive oil. Among these were E-2-hexen-1-ol, octane, hexanoic acid, ethyl acetate, propanoic
acid, and 6-methyl-5-hepten-2-one [34]. While we shared some of these findings [20,33,34],
the purpose, design, origin of the samples, sample preparation, and induced oxidation
condition were different in the current study, and accordingly, a different volatile profile
was obtained. Furthermore, the induced oxidation of our sample may alter the volatile
compounds, causing further degradation.

Table 1. Volatile compounds detected in oxidized olive oil (control), their %, chemical class, % of
volatiles detected and % of oil retained after elution through different bleaching media compared
with the control.

No. Volatile % Chemical Class
1 Limonene ((—)-p-Mentha-1,8-diene, (—)-Carvene, 1453 Aliphatic hydrocarbon/a
’ (S)-4-Isopropenyl-1-methyl cyclohexene ’ cyclic monoterpene
5 Piperitone 10.32 p-Menthane monoterpenoid/a cyclic
terpene ketone
3. 2- Isopropyl-5-methyl-(2E)-hexenal 8.6 Medium-chain aldehydes
4. Methyl octadecenoate 6.57 Hydrocarbon
5. Citronellyl acetate 5.87 Fatty acid ester/monoterpenoid
6. 4,4-Dimethyl-1-heptene-6-yne (1-Hepten-6-yne) 5.18 Aliphatic hydrocarbon
7. 3-Ocimene (E) 427 Hydrocarbon/monoterpenes
8. Citronellol isobutanoate 3.53 Fatty alcohol esters
9. n-Decanol 2.98 Straight-chain fatty alcohol
10. Valeranone 2.95 Ketone
11. 1-p-Menthene 2.23 Menthane monoterpenoids
Alpha-olefin/long-chain
12. 1-Octadecene 1.89 Ey drocarbon alil;(ene
13. Caryophyllene acetate 1.86 Carboxylic acid Ester
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Table 1. Cont.

No. Volatile % Chemical Class
14. Methyl cyclohexyl carboxylate 1.76 Ester
15. Dehydroxy_cis Linalool oxide 1.64 Acyclic monoterpene tertiary alcohol
16. 1-Undecyne 1.64 Terminal acetylenic compound/alkyne
17. v-Terpinene 1.62 Isomeric hydrocarbons/terpenes
18. 5-neo-Cedranol 15 Alcohol
19. Myltayl-4 (12)-ene 1.4 Sesquiterpene
20. Eudesm-7(11)-en-4-ol, (acetate (7(11)-Selinen-4.alpha.-ol) 1.37 Sesquiterpenoids
21. Piperitenone oxide 1.33 Aliphatic heterocyclic oxepanes
22. Trans-Thujone 1.30 Monoterpene ketone
23. 4,5-dimethyl Thiazole 1.28 2,4-disubstituted thiazoles
1-hydroxy-4-unsubstituted
24, 2-allyl-Phenol 1.27 %’enzezoi ds/ phenols
25. n-Hexadecanol (hexadecanol) 1.17 Alcohol
26. Sandaracopimarinol 115 Terpenoids
27. Ethyl sorbate (Ethyl trans, trans-2,4-hexadienoate) 112 Fatty acid esters
28. 1,1-dimethoxy-2-Nonyne 1.05 Acetal
29. Trans-Vertocitral C 1.01 Aldehyde
30. v-Terpineol 1.01 p-menthane monoterpenoid
31. n-Pentadecanol 1.01 Alcohol
32. Citronellyl pentanoate (Citronellyl valerate) 0.98 Fatty alcohol esters
33. n-Pentadecane 0.96 Aliphatic alkane Hydrocarbon
34. 10,11-Dihydroatlantone (E) 0.94 Sesquiterpenoid
35. cis-Linalool oxide 0.93 Tetrahydrofurans
36. trans-Cadinene ether 0.89 Ether
37. Methyl octadecenoate 0.89 Ester
% of volatiles detected through different bleaching media compared with the control
000 00Ss 0o0cC OOR OOB OO0A
100% 54.06% 50.4% 40.18% 42.31% 58.71%

% of oil retained after elution through different bleaching media compared with the control

100% 94.3% 94.9% 97.9% 93.7% 94.9%

OOO: oxidized olive oil, OOS: oxidized oil eluted through silica gel, OOC: oxidized oil eluted through charcoal,
OOR: oxidized oil eluted through resin, OOB: oxidized oil eluted through bentonite clay, and OOA: oxidized oil
eluted through Arabic gum.

It should be noted that due to the adsorption process, volatile compounds were
quantitatively and qualitatively affected; not only were their detected levels decreased,
but also the majority vanished to the point of no detection. Accordingly, these changes
are often reflected in the smoke point. It was proven that the refinery process efficiently
removed most of the volatiles [23].

The primary purpose of this paper is to explore the effect of selected adsorbent media
on the efficient decreasing of volatile compounds accumulated after oxidation. The results
of this study indicate that both the resin (40.18%) and the bentonite (42.31%) were superior
in decreasing the number of volatile compounds by adhesion with adsorbents used to
elute the oxidized oil (second part of Table 1). Moreover, the last section of Table 1 shows
that the oil retained after elution through different adsorption media were almost the
same, except that reserved through resin adsorbent, where the highest retention amount
was detected (97.9%). Studies showed that silica adsorbent media efficiently reduced
the amount of free fatty acids, aldehydes, phosphatidic compounds, and ketones [30,31].
The findings of this study showed that almost half of the volatiles were removed by
silica compared to the control. It was reported that treating frying oil with a mixture
of gel-derived alumina and activated clay or magnesium silicate significantly reduces
the aldehydes, ketones, and odor [31]. Studies showed that bentonite is favored among
other adsorbent media, such as silica and activated carbon, in bleaching vegetable oils
due to its powerful adsorption capacity and affordable cost [35]. Moreover, the activation
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of bentonite increases its adsorptive properties and catalytic ion exchangeability due to
chemical and mineralogical structure rearrangement [36]. This may explain the results
obtained in this study, where bentonite was superior in removing volatiles compared with
other adsorbents. It has been recorded that Arabic gum, which is a natural polysaccharide,
acts as an emulsifier and has the ability to bind polar compounds through its OH groups by
hydrogen bonding. Consequently, it could reduce some of the primary oxidative products
in the eluted oxidized olive oil [37,38]. The results of this study indicate that Arabic gum has
the ability to reduce almost half of the volatiles of oxidized oil. However, when comparing
the efficiency of removing volatiles among these selected adsorbents, Arabic gum exhibited
the lowest.

Out of the 37 volatile compounds detected in the oxidized olive oil of the control
sample (Table 1), only three volatiles were found in the olive oil samples bleached through
the five selected adsorbents: silica gel, bentonite, resin, Arabic gum, and charcoal using a
1:5 ratio of w/v adsorbent:oxidized olive oil. Those chemicals were limonene, ethyl sorbate,
and thujone (Figure 1).

CH,

CHs~ CH,

Limonene

0O00: 14.53%
O0S: 3.17%
O0C: 9.22%
OOR: 11.94%
OOB: 8.58%
OO0OA: 2.94%

0 O
CHS/\/\)J\O/\CHS
%H

Ethyl sorbate trans-Thujone

000: 1.12% 000: 1.30%

OQOS: 2.00% OQOS: 6.89%

OO0C: 11.34% OOC: 1.65%

OOR: 2.57% OOR: 3.04%

OOB: 1.43% OOB: 1.49%

OOA: 3.81% OOA: 4.68%

Figure 1. Chemical volatiles and their % detected after elution with different adsorbents. OOO:
oxidized olive oil, OOS: oxidized oil eluted through silica gel, OOC: oxidized oil eluted through
charcoal, OOR: oxidized oil eluted through resin, OOB: oxidized oil eluted through bentonite clay,
and OOA: oxidized oil eluted through Arabic gum.

Four volatile compounds were detected in the oil eluted from four out of five adsorbent
compounds: 4,5-dimethyl thiazole, 1-p-menthene, y-terpinene, and trans-vertocitral C.
Table 2 illustrates the percentage of these compounds and the medium used for elution.
It was observed that 4,5-dimethyl thiazole, y-terpinene, and trans-vertocitral C were not
detected when Arabic gum was used as physical adsorbent media, while 1-p-menthene
was not detected if elution was performed with bentonites.
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Table 2. Volatile compounds and their percentage detected through four out of five adsorbent

compounds.
Volatile Chemical Structure Silica Charcoal Resin Bentonite Arabic Gum
CHs
4,5-dimethyl
, H
Thiazole 5C 7 S 1.36 2.96 2.39 4.18 ND
N ﬁ
1-p-Menthene $ 10.33 244 3.35 ND 6.39
CHa
v-Terpinene ? 1.70 2.40 2.36 8.41 ND
HsC~ “CHs
Trans-Vertocitral C ’G_’ \ 1.81 6.35 2.96 3.09 ND
\O

ND: Not detected.

On the other hand, 40% of the volatile compounds detected in the oxidized olive
oil samples were removed after the elution. Those were cis-linalool oxide, p-menthane
monoterpenoid, n-decanol, 1,1-dimethoxy-2-nonyne, citronellyl acetate, piperitenone oxide,
myltayl-4(12)-ene, trans-cadinene ether, citronellyl pentanoate, 10,11-dihydroatlantone (E),
caryophyllene acetate, eudesm-7(11)-en-4-ol, acetate, n-hexadecanol, methyl octadecenoate,
and methyl octadecenoate. The removal of these constituents indicates the efficient reduc-
tion of furans, sesquiterpene, ketones, alcohols, and esters. Consequently, sensory defects
will be reduced and the oil quality will improve.

Volatile compounds affect the aroma of olive oil [28]. Some of these are formed during
the ripening process, whereas most are formed due to chemical and enzymatic reactions
during the processing step. Enzymatic reactions, primarily through lipoxygenase, are
responsible for forming volatile compounds and play a significant role in aroma evolu-
tion [16,28]. On the other hand, chemical reactions resulting from oxidative rancidity
generally form unpleasant volatile compounds [39]. Aldehydes, ketones, esters, furans,
aliphatic and aromatic hydrocarbons, and alcohols are the major volatile compounds that
affect the quality of olive oil [40]. Their composition varies depending on the enzymatic
activity [16,41]. On the other hand, factors such as cultivar, climate, ripeness, region, alti-
tude, and processing conditions (washing, crushing, extraction processes, olive storage,
harvest malaxing, and storage) also influence the volatile composition [32,39]. The level
of volatile compounds is also correlated to the sensory quality [40]. To date, no attempts
have been made to examine the volatiles of oxidized or lampante olive oil after bleaching
with physical adsorbents. Overall, these results indicate that the selected adsorbents were
efficiently able to remove these volatile compounds; hence, we can suggest executing phys-
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ically partial bleaching through the adsorbent’s medium as a solution to remove volatiles
that may affect the oil negatively.

2.2. Effect of Adsorbents on the Smoke Point of Treated Olive Oil Samples

The smoke points (°C) of the treated olive oil samples eluted by different adsorbents
are presented in Table 3. The smoke point was significantly (p < 0.05) increased compared
with that of the control sample (134.5 °C £ 0.71). Resin medium showed a superior increase
in smoking point (188.5 °C £ 0.71) compared with silica gel (170.77 °C £ 0.42) > bentonite
(160.50 °C £ 0.71) > Arabic gum (150 °C £ 1.41) = charcoal (149.95 °C + 0.07). All
treatments significantly increased the smoke point of the oxidized olive oil after elution
through the studied adsorbents. In this study, the improvement efficiency (%) ranged from
11.49% (for charcoal) to 40.15% (for resin).

Table 3. Smoke point (°C) for oxidized olive oil (control) and after elution of oxidized olive oil
through several adsorbents *.

Treatment Smoke Point (°C) for Smoke Point (°C) for Improvement
Control Sample Treated Oil Efficiency %
Resin 188.50 + 0.71 2 40.15
Charcoal 149.95 4+ 0.07 4 11.49
Arabic gum **1345+£0.71°¢ 150.00 + 1.41 4 11.52
Bentonite 160.50 £0.71 € 19.33
Silica overnight 170.77 + 0.42® 26.97

* Results are means of triplicate &= SD, and results with the same letter are not significantly different. ** this value
was detected for control sample.

The smoke point is the temperature at which a visible and continuous bluish smoke
appears [42]. At this point, sufficient volatile compounds, such as free fatty acids and
short-chain oxidation products, are emerging and evaporating from the oil. The smoke
point of oils generally increases as the free fatty acid content decreases and the degree
of refinement rises [43]. However, the smoke point should not be considered a reliable
measure of an oil’s stability and suitability for cooking [44]. The current study employed
a mixed-bed resin. It was reported that cation exchange resin effectively removes the
free fatty acids by an esterification mechanism. In contrast, anion exchange resin can
catalyze the transesterification of the tri-and diglycerides and remove fatty acid methyl
esters. Moreover, the resin has adsorption ability and can adsorb water if contained in the
oil [45]. The results of investigating the effect of adsorbent media on the smoking point of
the eluted oil will now be compared to the findings observed when studying the impact of
these adsorbents on volatile compounds.

It is apparent from the results obtained from Table 1 (% of volatiles removed, and %
of oil retained) that resin and bentonite where the most effective adsorbents in terms of
their ability to decrease the volatile compounds; nevertheless, resin proved its capability
to reserve most of the oil, as well as to raise the smoke point effectively (40.15 °C). It can
therefore be assumed that resin may serve as a promising improvement technology as an
adsorbent medium.

3. Materials and Methods
3.1. Chemicals

Silica gel powder (60-200 mesh), activated charcoal granules, mixed-bed resin, and
activated bentonite were purchased from LABCHEM chemicals (Zelienople, PA, USA).
Methanol, hexane, and diethyl ether (HPLC-grade) were purchased from ASTM Co. (West
Conshohocken, PA, USA). Iso-octane (biosolve (Chimie SARL., Saint-Quentin-Fallavier,
France), Arabic gum, and other chemicals of reagent grade were purchased from local
companies.
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3.2. Preparation of Immobilized Adsorbents

Silica gel powder (60-200 mesh) was used separately to coat the glass beads (6 mm
in diameter). The coating was accomplished using a carboxy methyl cellulose plasticizer
followed by spreading a known weight of adsorbents and then rolling and sieving to give
the resultant glass bead adsorbent. Then, the immobilized adsorbent was dried at 105 °C
for 2 h. Activated charcoal granules, amorphous mixed-bed resin, amorphous Arabic gum,
and white amorphous silica gel fine crystals (3-6 mm granule size) were used directly
without coating.

3.3. Olive Oil Sample Preparation

Locally harvested and mechanically extracted olive oil was purchased from the local
market in Jordan. Fifteen kilograms of the freshly produced olive oil was placed in an
open glass container with a large surface area and left in open fan-circulated air at room
temperature for one month to induce the oxidation process. Free fatty acids [46] and
peroxide value [47] (PV) were measured periodically to achieve rancidity, with PV equaling
48 mEq O,/Kg oil, and the free fatty acid was determined to be 1.15% expressed as
oleic acid.

3.4. Elution of Oxidized Olive Oil

Three hundred grams of oxidized olive oil were eluted through an open glass chro-
matography column (10 x 75 cm) loaded with 60 gm of each immobilized adsorbent
separately at a ratio of 1:5 of immobilized adsorbents: oxidized olive oil. The eluted olive
oil from each adsorbent was centrifuged for 5 min at 3000 rpm (HERMLE Z 206A, GmbH,
Ottobrunn, Germany).

3.5. Determination and Identification of Volatile Compounds

The determination and identification of volatile compounds for the control and eluted
oil samples were carried out after collecting the distilled volatiles at 200 °C, using GC-
MS analysis, Varian Chrompack CP-3800 GC/MS/MS-200 (Saturn) and capillary column
(B0m x 0.25 mm (i.d) and 0.25 um film thickness) of DP-5 (5% diphenyl, 95% dimethyl
polysiloxane). Helium gas was used as a carrier at a flow rate of 0.9 mL/min. The
column temperature was kept at 60 °C for 1 min (isothermal) and then elevated to 300 °C
at 3 °C/min. The temperature of MS was adjusted to 180 °C and operated in electron
ionization mode (EI; 70 eV) [48]. The identification of volatiles was based on the built-
in libraries (NIST Co and Wiley Co., San Francisco, CA, USA) and by comparing their
calculated retention indices (RI) relative to (C8—C20) n-alkanes literature values measured
with columns of identical polarity [49].

Quantitative analysis was conducted using a Hewlett-Packard HP-8590 gas chromato-
graph equipped with a split-splitless injector with a 1:50 split ratio and an FID detector
was used. The column was an optima-5 fused silica capillary column (30 m x 0.25 mm,
0.25 pm film thickness) of 5% diphenyl, 95% dimethyl polysiloxan. The temperature of the
oven was increased at a rate of 10 °C/min from 60 °C to 300 °C and then held constant
at 300 °C for 5 min. The relative peak areas of the volatile components were measured
and then used to calculate the concentration of the detected compounds. Each volatile
percentage represents the fraction that contributed from total volatiles after elution through
each adsorbent [48].

3.6. Smoke Point Determination

Smoke point is the temperature at which an oil begins to smoke continuously and can
be noticed as bluish smoke [42]. The smoke point is an important parameter that indicates
the event of chemical breakdown of the oil [44]. Smoking point apparatus was used to
determine the smoke point for control and eluted samples following the AOCS standard
method [42]. The oil is heated in cups, and the temperature is recorded as the smoke point
when light blue smoke is noticed.
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3.7. Statistical Analysis

A Randomized Complete Block Design (RCBD) was followed with blocking on repli-
cates. The analysis of variance (ANOVA) of the smoke point data was carried out using
Statistical Analysis System (SAS) program [50]. The results of the study were performed us-
ing ANOVA, and values were given as means =+ standard deviation (SD). Least significant
differences (LSD) at a 5% probability level were used to separate the means. All smoking
point measures were conducted in triplicate. The results related to volatiles, their content,
retained oil, and removed volatiles were presented through descriptive statistics.

4. Conclusions

This study set out to identify and characterize the volatiles of oxidized olive oil after
eluting through silica gel, bentonite, resin, Arabic gum, and charcoal at a ratio of 1:5 eluant.
The vapor was injected into GC-MS to identify these volatiles. The volatile compounds
characterized in this study were quantitatively and qualitatively affected by the adsorption
process. Furthermore, the evidence from this study suggests that the adsorbents used had
a significant (p < 0.05) effect on increasing the smoke point of the olive oil. These findings
enhance our understanding of the effect of the partial physical refinery of deteriorated olive
oil on its volatiles, and will serve as a base for future studies to investigate the impact of
using different adsorbents to decrease the volatile compounds in olive oil.

Author Contributions: M.M.A.-D.: conceptualization of ideas, development and design of the
methodology, validation process, formal analysis, and writing the initial draft. R.A.-J.: contributed to
the validation and investigation processes, explicitly performed the experiments, data collection, and
writing the initial draft. M.A.A.: “Corresponding Author” contributed to the validation, visualization,
and presentation of data, as well as reviewing and editing the final work. M.A.: contributed to
statistical analysis and formal analysis. All authors have read and agreed to the published version of
the manuscript.

Funding: This research received no external funding.
Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

Sample Availability: Not applicable.

References

1.

@

10.

11.

Ghanbari, R.; Anwar, E; Alkharfy, KM.; Gilani, A.H.; Saari, N. Valuable Nutrients and Functional Bioactives in Different Parts of
Olive (Olea europaea L.) a Review. Int. ]. Mol. Sci. 2012, 13, 3291-3340. [CrossRef]

FAO. 2023. Available online: https://www.fao.org/support-to-investment/news/detail /en/c/1253722/ (accessed on 31 May 2023).
Kattan, U.; Bakri, B.; Habahbeh, J.; Al-Qudah, L. Olive Sector in Jordan. Olevea IOC 2022, 192, 9-12.

Al-Rousan, WM.; Al-Marazeeq, K.M.; Abdullah, M.A.; Al-Khalaileh, N.I.; Angor, M.M.; Ajo, R.Y. Use of Enzymatic Preparations
to Improve the Productivity and Quality of Olive Oil. Jordan J. Agric. Sci. 2021, 17, 447-561. [CrossRef]

Prasad, N.B.S.; Sivamani, S. Isolation of Oleic Acid from Virgin and Extra Virgin Olive Oil and Study their Physico-Chemical
Properties. IJRES 2021, 9, 29-34.

Bawadi, H.; Al-Hamdan, Z.; Bawadi, H.; Ershidat, O.; Hammad, F.; Agraib, L.M. Cultural Eating Practices among Jordanians.
Food Nutr. Sci. 2012, 3, 790-795. [CrossRef]

El-Qudabh, J. Dietary Intake of Selected Common Vegetable Foods and Their Total Carotenoids Determination. Am. J. Agric. Biol.
Sci. 2008, 3, 729-733. [CrossRef]

Varzakas, T. Extra Virgin Olive Oil (EVOO): Quality, Safety, Authenticity, and Adulteration. Foods 2021, 10, 995. [CrossRef]
Jimenez-Lopez, C.; Carpena, M.; Lourengo-Lopes, C.; Gallardo-Gomez, M.; Lorenzo, ].M.; Barba, FJ.; Prieto, M.A.; Simal-Gandara,
J. Bioactive Compounds and Extra Virgin Olive Oil Quality. Foods 2020, 9, 1014. [CrossRef]

Jordanian Standards and Metrology Organization JSMO. Fats and Oil: Olive Oil and Olive Pomace Oil, Technical Regulation; JSMO:
Amman, Jordan, 2012; Number 3.

Lozano-Castellon, J.; Vallverdu-Queralt, A.; Rinaldi de Alvarenga, J.E; Illan, M.; Torrado-Prat, X.; Lamuela-Raventés, R.M.
Domestic Sautéing with EVOO: Change in the Phenolic Profile. Antioxidants 2020, 9, 77. [CrossRef]


https://doi.org/10.3390/ijms13033291
https://www.fao.org/support-to-investment/news/detail/en/c/1253722/
https://doi.org/10.35516/jjas.v17i4.97
https://doi.org/10.4236/fns.2012.36106
https://doi.org/10.3844/ajabssp.2008.729.733
https://doi.org/10.3390/foods10050995
https://doi.org/10.3390/foods9081014
https://doi.org/10.3390/antiox9010077

Molecules 2023, 28, 6444 10 of 11

12.

13.

14.

15.

16.

17.

18.

19.

20.
21.

22.

23.

24.

25.

26.

27.

28.
29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

Salas-Salvadg, J.; Bulld, M.; Estruch, R.; Ros, E.; Covas, M.IL.; Ibarrola-Jurado, N.; Corella, D.; Ards, F.; Gomez-Gracia, E.; Ruiz-
Gutiérrez, V.; et al. Prevention of Diabetes with Mediterranean Diets: A Subgroup Analysis of a Randomized Trial. Ann. Intern.
Med. 2014, 160, 1-10. [CrossRef]

Martinez-Gonzalez, M. A.; Sayén-Orea, C.; Bullén-Vela, V.; Bes-Rastrollo, M.; Rodriguez-Artalejo, F.; Yusta-Boyo, M.].; Garcia-
Solano, M. Effect of Olive Oil Consumption on Cardiovascular Disease, Cancer, Type 2 Diabetes, and All-Cause Mortality: A
Systematic Review and Meta-Analysis. Clin. Nutr. 2022, 41, 2659-2682. [CrossRef] [PubMed]

Kamini, N.R.; Edwinoliver, N.G.; Thirunavukarasu, K.; Gowthaman, M.K,; Chellan, R. Utilization of Olive Oil and its By-Products
for Industrial Applications, Chapter 7. In Olive Oil and Health; James, D., Ed.; Corrigan. Nova Science Pub Inc.: New York, NY,
USA, 2009.

Frankel, E.N. Nutritional and Biological Properties of Extra Virgin Olive Oil. J. Agric. Food Chem. 2011, 59, 785-792. [CrossRef]
Peres, F.; Martins, L.L.; Ferreira-Dias, S. Influence of Enzymes and Technology on Virgin Olive Oil Composition. Crit. Rev. Food
Sci. Nutr. 2017, 57, 3104-3126. [CrossRef]

Lechhab, T.; Lechhab, W.; Trovato, E.; Salmoun, F.; Mondello, L.; Cacciola, F. Screening of the Volatile Composition of Moroccan
Olive Oils by Using SPME/GC-MS-FID over a Two-Year Period: A Pedoclimatic Discrimination. Horticulturae 2022, 8, 925.
[CrossRef]

da Silva, M.D.G.; Freitas, A.M.C.; Cabrita, M.].; Garcia, R. Olive Oil Composition: Volatile Compounds. In Olive Oil: Constituents,
Quality, Health Properties and Bioconversions; Boskou, D., Ed.; 17; InTech: Rijeka, Croatia, 2012.

Cecchi, L.; Migliorini, M.; Mulinacci, N. Virgin Olive Oil Volatile Compounds: Composition, Sensory Characteristics, Analytical
Approaches, Quality Control, and Authentication. J. Agric. Food Chem. 2021, 69, 2013-2040. [CrossRef]

Shaker, M.A.; Basuny, M.A. Sensory Analysis of Olive Oil. COJ Tech. Sci. Res. 2020, 3, 000555.

Escudero, A.; Ramos, N.; La Rubia, M.D.; Pacheco, R. Influence of Extreme Storage Conditions on Extra Virgin Olive Oil
Parameters: Traceability Study. J. Anal. Methods Chem. 2016, 2016, 7506807. [CrossRef]

Tomé-Rodriguez, S.; Ledesma-Escobar, C.; Penco-Valenzuela, J.; Priego-Capote, F. Cultivar Influence on the Volatile Components
of Olive Oil Formed in the Lipoxygenase Pathway. LWT 2021, 147, 111485. [CrossRef]

Yan, J.; Alewijn, M. From Extra Virgin Olive Oil to Refined Products: Intensity and Balance Shifts of the Volatile Compounds
Versus Odor. Molecules 2020, 25, 2469. [CrossRef]

Mirrezaie, R.M.; Sahari, M.A.; Ghiassi, T.B.; Barzegar, M.; Gharachorloo, M. Effect of Refining and Thermal Processes on Olive Oil
Properties. . Agric. Sci. Technol. 2016, 18, 629-641.

International Olive Oil Council (IOC). Sensory Analysis of Olive Oil Method for the Organoleptic Assessment of Virgin Olive Oil; I0C:
Madrid, Spain, 2018.

Luaces, P; Pérez, A.G.; Sanz, C. Effect of the Blanching Process and Olive Fruit Temperature at Milling on the Biosynthesis of
Olive Oil Aroma. Eur. Food Res. Technol. 2006, 224, 11-17. [CrossRef]

MERCY CORPS. Market System Assessment of the Olive Oil Value Chain- Irbid & Mafraq Governorates, Jordan. 2017. Available
online: https://data.unhcr.org/en/documents/details /62035 (accessed on 27 August 2023).

Kiritsakis, A.K. Flavor Components of Olive Oil—A Review. |. Am. Oil Chem. Soc. 1998, 75, 673-681. [CrossRef]

Chung, T.-W.; Wu, Y.-L.; Hsu, S.-H. Removal of Free Fatty Acid from Plant Oil by the Adsorption Process. IOP Conf. Ser. Mater.
Sci. Eng. 2018, 362, 012019. [CrossRef]

Bani Mustafa, S.M. Influence of Several Physical Treatments on the Improvement of Some Quality Parameters of Locally Produced
Olive Oil. Master’s Thesis, University of Jordan, Amman, Jordan, 2016.

Abd El-Salam, A.S.M.; Doheim, M.A.; Sitohy, M.Z.; Ramadan, M.F. Deacidification of High-Acid Olive Oil. J. Food Process. Technol.
2011, 10, 2157-7110. [CrossRef]

Zaneti¢, M.; Juki¢ épika, M.; Ozi¢, M.M.; Brki¢ Bubola, K. Comparative Study of Volatile Compounds and Sensory Characteristics
of Dalmatian Monovarietal Virgin Olive Oils. Plants 2021, 10, 1995. [CrossRef]

Romero, I.; Garcia-Gonzélez, D.L.; Aparicio-Ruiz, R.; Morales, M.T. Validation of SPME-GCMS Method for the Analysis of Virgin
Olive Qil Volatiles Responsible for Sensory Defects. Talanta 2015, 134, 394—401. [CrossRef]

Morales, M.T.; Aparicio-Ruiz, R.; Aparicio, R. Chromatographic Methodologies: Compounds for Olive Oil Odor Issues. In
Handbook of Olive Oil. Analysis and Properties, 2nd ed.; Aparicio, R., Harwood, J., Eds.; Springer: New York, NY, USA, 2013;
pp- 261-309.

Gharby, S. Refining Vegetable Oils: Chemical and Physical Refining. Sci. World J. 2022, 2022, 6627013. [CrossRef]

Tenegja, V.; Drushku, S. Activation of Kosovo Bentonite with Sulphuric Acid for Recycling of Used Motor Oils. |. Int. Environ.
Appl. Sci. 2015, 10, 408-413.

Waraho, T.; McClements, D.].; Decker, E.A. Mechanisms of Lipid Oxidation in Food Dispersions. Trends Food Sci. Technol. 2011, 22,
3-13. [CrossRef]

Xiang, S.; Yao, X.; Zhang, W.; Zhang, K.; Fang, Y.; Nishinari, K.; Phillips, G.O.; Jiang, F. Gum Arabic-Stabilized Conjugated
Linoleic Acid Emulsions: Emulsion Properties in Relation to Interfacial Adsorption Behaviors. Food Hydrocoll. 2015, 48, 110-116.
[CrossRef]

Kalua, C.M.; Allen, M.S.; Bedgood, D.R.; Bishop, A.G.; Prenzler, P.D.; Robards, K. Olive Oil Volatile Compounds, Flavour
Development and Quality: A Critical Review. Food Chem. 2007, 100, 273-286. [CrossRef]


https://doi.org/10.7326/M13-1725
https://doi.org/10.1016/j.clnu.2022.10.001
https://www.ncbi.nlm.nih.gov/pubmed/36343558
https://doi.org/10.1021/jf103813t
https://doi.org/10.1080/10408398.2015.1092107
https://doi.org/10.3390/horticulturae8100925
https://doi.org/10.1021/acs.jafc.0c07744
https://doi.org/10.1155/2016/7506807
https://doi.org/10.1016/j.lwt.2021.111485
https://doi.org/10.3390/molecules25112469
https://doi.org/10.1007/s00217-006-0282-4
https://data.unhcr.org/en/documents/details/62035
https://doi.org/10.1007/s11746-998-0205-6
https://doi.org/10.1088/1757-899X/362/1/012019
https://doi.org/10.4172/2157-7110.S5-001
https://doi.org/10.3390/plants10101995
https://doi.org/10.1016/j.talanta.2014.11.032
https://doi.org/10.1155/2022/6627013
https://doi.org/10.1016/j.tifs.2010.11.003
https://doi.org/10.1016/j.foodhyd.2015.01.033
https://doi.org/10.1016/j.foodchem.2005.09.059

Molecules 2023, 28, 6444 11 of 11

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

Seyma, $.0.; Glizin, K.; Miikerrem, K. Volatile Compounds of Olive QOils from Different Geographic Regions in Turkey. Int. ]. Food
Prop. 2018, 21, 1833-1843. [CrossRef]

Cavalli, ].E; Fernandez, X.; Lizzani-Cuvelier, L.; Loiseau, A.M. Characterization of Volatile Compounds of French and Spanish
Virgin Olive Oils by HS-SPME: Identification of Quality-Freshness Markers. Food Chem. 2004, 88, 151-157. [CrossRef]

American Oil Chemists’ Society AOCS. Smoke, Flash, and Fire Points, Cleveland Open Cup Method, Official Method Cc 9a-48; APCS:
Urbana, IL, USA, 2017.

Sarwar, A.; Vunguturi, S.; Ferdose, A. A Study on Smoke Point and Peroxide Values of Different Widely Used Edible Oils. Int. ].
Eng. Technol. Sci. Res. 2016, 3, 271-273.

De Alzaa, F; Guillaume, C.; Ravetti, L. Evaluation of Chemical and Physical Changes in Different Commercial Oils during
Heating. Acta Sci. Nutr. Health 2018, 2, 2-11.

Fitri, H.; Irawati; Tirto, P.; Subagjo; Tatang, H.S. Deacidification of Fatty Oils using Anion Exchange Resin. In Proceedings of the
5th Sriwijaya International Seminar on Energy and Environmental Science & Technology Palembang, Palembang, Indonesia,
10-11 September 2014.

American Oil Chemists” Society AOCS. Free Fatty Acids in Crude and Refined Fats and Oils, Official Method Ca 5a-40; APCS: Urbana,
1L, USA, 2017.

American Oil Chemists’ Society AOCS. Peroxide Value, Acetic Acid, Isooctane Method, Official Method Cd 8b-90; APCS: Urbana, IL,
USA, 2017.

Afifi, F.; Aboalhaija, N.H.; Awwad, O.; Khalil, A.; Abbassi, R.; Abaza, I.F. Chemodiversity and Antiproliferative Activity of the
Essential Oil of Schinus molle L. Growing in Jordan. Chem. Biodivers. 2019, 16, e1900388. [CrossRef]

Adams, R.P. Identification of Essential Oil Components by Gas Chromatography/Mass Spectrometry, 5th ed.; Allured Publishing:
Houston, TX, USA, 2017; ISBN 978-1-932633-21-4.

SAS Institute. SAS User’s Guide in Statistics, 10th International Symposium; SAS Institues, Inc.: Cary, NC, USA, 2003.

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1080/10942912.2018.1508159
https://doi.org/10.1016/j.foodchem.2004.04.003
https://doi.org/10.1002/cbdv.201900388

	Introduction 
	Results and Discussion 
	Effect of Adsorbents on the Volatile Compounds of Treated Olive Oil Samples 
	Effect of Adsorbents on the Smoke Point of Treated Olive Oil Samples 

	Materials and Methods 
	Chemicals 
	Preparation of Immobilized Adsorbents 
	Olive Oil Sample Preparation 
	Elution of Oxidized Olive Oil 
	Determination and Identification of Volatile Compounds 
	Smoke Point Determination 
	Statistical Analysis 

	Conclusions 
	References

