CHEMISTRY & CHEMICAL TECHNOLOGY

Chem. Chem. Technol., 2017,
Vol. 11, No. 4, pp. 480—486

Chemical
Technology

BINDING OF AROMAFORMING CRYO- AND THERMOTROPIC
JELLIES OF GELATIN AND STARCH

Nataliya Lashkol: ™, Nataliya Derevianko?, Galina Dudarieva?l

https:

Abstract. The regularities of binding substances of
aromaforming cryo- and thermotropic jellies of gelatin
and starch were studied. The influence of the surface of
hydrophobic jelly on their ability to absorb agueous
solutions of thymol was experimentally confirmed. The
reduction of sorption by thymol cryotropic jellies versus
the thermotropic one was established. Experimentally it
was confirmed that the most promising technology to
create flavors from aromatic hydrophobic substances are
thermotropic jelliesy of gelatin with high hydrophaobicity.
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1. Introduction

Flavors are widely used in food industry to
ameliorate organoleptic quality factors and to raise
consumer price of foodstuffs. Biopolymers (proteins and
polysaccharides), being pat of food items, can
considerably influence on the composition of volatile
aromatic compounds. In the result of specific interaction
of biopolymers with the mentioned compounds the
balance of their composition is upset.

Today it is known that the rate of odorants binding
depends on the physical and chemical properties of both
volatile organic compounds and an inert matrix. In a
number of studies the interaction of various
polysaccharides starch and corn starch cryotextures with
individual organic compounds and their mixtures was
investigated [1-4]. It was found that the retention of
volatile starch matrix compounds is due to capillary and
surface adsorption, the formation of hydrogen bonds and
inclusion complexes. In addition, it was shown that
odorants can form  supramolecular  complexes
(supramolecular associates) with cryotextured poly-
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saccharides up to 0.3-0.5 microns by hydrophobic
cooperative interactions [5].

Hydrophaobic nature of the interaction of aromatic
compounds with agua solutions is confirmed in the works
[6-8]. Hydrophobic nature of the interaction of aromatic
compounds with gelatin and starch is confirmed in the
works [9, 10]. Nowadays, studying the mechanism of
interaction of odorant in the system — inert matrix and the
search for new, effective sorbents are still an actual
problem[11, 12].

In this regard, attention-grabbing food matrix as
inert gelatin and starch is used in the production in a large
group of food products. We hypothesized that fixing the
conformation of biopolymers by creating thermal
cryotropic jellies and opening new opportunities in their
sorption  activity besides aromatic substances with
sufficiently high hydrophaobicity should have affinity for
hydrophobic and hydrophilic surfaces of jellies.

The purpose of this article is to examine the
patterns of the binding of aroma-forming agents by
hydrophobic and hydrophilic surfaces cryo- and
thermotropic jellies of gelatin and starch.

2. Experimental

The objects of the sudy were: thymol, 20% gelatin,
gdatin-starch and gelatin-thymol jelly. All kinds of jelly
were formed under high ionic strength — 0.5M sodium
chloride.

Preparation of thermotropic 20% gelatin jellies.
Thermotropic 20% gelatin jellies were prepared by the
following procedure: 20 g of gelatin, 80 ml of purified
water and 2.3g of sodium chloride were placed into
300 ml glass vessd and left for 20 min. After the gelatin
swelled, the vessel was put into water bath and heated at
363K for 40 min under intensive stirring. Then melted
gelatin was put into a Petri dish and cooled for 18 h at
278 K.

Preparation of thermotropic starch-gelatin jellies.
Thermotropic starch-gelatin jellies were prepared by the
following procedure: 20 g of gelatin and 2.3 g of purified
sodium chloride were placed into the 300 ml capacity
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glass to create 0.5M of the liquor . The latter was soaked
in 70ml of water for 20 min. Then 10 g of starch were
added and the liquor was heated at 363 K during 40 min
under intensive mixing. Then it was poured into a Petri
dish and cooled at 278 K for 18 h.

Preparation of thermotropic gelatin-thymol jellies.
Thermotropic gelatin-thymol jellies were prepared by the
following procedure: 20 g of gelatin and 2.3 g of purified
sodium chloride were placed into the 300 ml capacity
glassto create 0.5M of the liquor. The latter was soaked in
70 ml of 0.05% agueous solution of thymol for 20 min.
After the gelatin being swelled, the glass was put on the
water bath and the liquor was heated at the temperature of
363K during 40 min under intensive mixing. Then the
melted gelatin was poured into a Petri dish and cooled at
278 K for 18 h. Then the jellies were washed with 500 ml
of distilled water (5x100 ml) to remove retained thymol.

Preparation of starch and gelatin cryotexturates.
Starch and gelatin cryotexturates were prepared by the
following procedure: 20 g of gelatin were placed into the
300 ml capacity glass, 80 ml of water were added and the
mixture was left for 20 min. After the gelatin being
swelled, 10 g of starch were added, the glass was put on
the water bath and the liquor was heated at the
temperature of 363 K during 40 min. Then it was poured
into a Petri dish, cooled to room (indoor) temperature and
kept at 278 K during 3 h; at 255 K during 24 h. Thereafter
the solution was defrosted and held indoor temperature to
balance before the beginning of the experiments.

Preparation of starch cryotexturates. Starch
cryotexturates were prepared by the following procedure:
10 g of starch were placed into the 300 ml capacity glass,
90 ml of water were added and the glass was put on the
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water bath and the liquor was heated at a temperature of
363 K during 40 min. Then it was poured into a Petri dish,
cooled indoor temperature and kept at 278 K during 3 h;
at 255K during 24 h. Then the solution was defrosted and
held indoor temperature to balance before the beginning
of the experiments.

The method of obtaining hydrophobic and
hydrophilic jellies surfaces. The external surface of the
jelly types (except cryotropic starch jelly), which are
formed during solidification in a Petri dish on the verge
air — solution, have a hydrophobic nature, which was
confirmed by the value of contact angle wetting. At the
same time, internal layers which were formed during
solidification of the same jelly hydrophilic character and
have the appropriate importance to this country it contact
angle. Thus, the same type of jelly from the outside had a
hydrophobic surface, and its interna layers are
hydrophilic. To study the sorption properties of jellies a
rectangular flat sample of the same size surface by weight
of 2 gwascut.

Determination of sorption indexes of jellies.
Wetting angles of jellies surfaces were studied by the
method of drops spreading. Surface wetting angle with
distilled water (pH 5.5) was defined at 293 K. A drop of
water was dripped on the jellies surface and photographed
through 1 min under macromode. In the picture obtained a
tangent point which was on the interface of three phases
was built and wetting angle was measured, as shown in
Fig. 1. Depending on the severity of the angle we made
the conclusion about hydrophobic or hydrophilic surface
of jellies[13].

Thymol  concentration was measured by
photometric method [ 14] at the wavelength of 410 nm.

Fig. 1. Determination of contact wetting angle of jelly surfaces:
surface, touched (a) and untouched (b) with air
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Thymal absorption of 0.1% agueous solutions was
carried out as follows: 50 ml of 0.1% agueous solution of
thymol and 2g of sorbent were stirred for 60 min. Ge
sample had a flat rectangle shape with the sze of
10x15x13cm. 1m of solution was sdected and
concentration of thymol was determined in it every 10 min.
Thymoal adsorption from agueous solutions is characterized
by genera binding (R, %) and digtribution coefficient (D),
which are calculated in accordance with Egs. (1) and (2):

R=%"C 400%

@

where Co —initial concentration of thymol solution, mol/l;
C — equilibrium concentration of thymol solution after
definite time, mol/l.

100- R m

where V —volume of the sample solution, ml; m — mass of
the sorbent, g; p — density of the solution g/ml.

The level of total binding is represented in Figs. 2
and 3 in the relative percentage (R, rel %). To do this, the
least important overall indicator called “binding” (R, %)
for a particular surface was taken as 100 %. For building
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sorption isotherms thymol concentration range of
solutions with concentrations of 0.1, 0.05, 0.025, 0.0125,
0.00625 and 0.003125 % was created. Then 1g of the
jelly was placed in flask and 25ml of a thymal
concentration was added and the solution was stirred for
60mins. Then 1ml of solution was taken and its
concentration was determined.

To build sorption isotherms the sorption (S) was
calculated according to Eq. (3):

C,- C
m

S=

N/ A3)

where Co —initial concentration of thymol solution, mol/l;
C — concentration of the solution after the sorption of
thymol, mal/l; V — volume of thymol solution taken for
sorption, I; m— mass of the sorbent, g.

3. Results and Discussion
The results of the experimental determination of

the contact angle of a jelly surface by method [13] are
presented in Table 1.

Table 1
Contact angle of the gelatin, gelatin-starch and gelatin-thymol jellies surfaces and cryotextur ates
(P=095n=3)
Jelly types Jelly surfaces Average value of anangle +¢
. . Hydrophobic 109.7£3.8
Thermotropic gelatin Hydrophilic 30.745.2
. - Hydrophobic 118.7+14
Thermotropic gelatin-starch Hydrophilic 137414
. - Hydrophobic 111.7+3.8
Thermotropic gelatin-thymol Hydrophilic 397438
. . Hydrophobic 101.7+3.8
Cryotropic gelatin Hydrophilic 520025
. - Hydrophobic 121.0+4.3
Cryotropic gelatin-starch Hydrophilic 18.7429
0 Gelatin eryotroplc) [ Gelatin (thermotropic) [0 Gelatin (eryotropic) B Gelatin (thermotropic)
Gelatin-stareh (eryotropic) 0 Gelatin-starch (thermotropic) 0 Gelatin-starch (cryotropic) 0 Gelatin-starch (hermotropic)
R relative, % R relative, % | mStarch (cryotropic)

| _ziVI-_zQ%I E

10 . ] 30 40 L]

Fig. 2. Tota binding of thymol by the hydrophobic surfaces of
the thermo- and cryotropic jellies, depending on time

60 min,

Fig. 3. Tota binding of thymol by the hydrophilic surfaces of
the thermo- and cryotropic jellies, depending on time
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Table 2

Digribution coefficient of thymol on hydrophaobic and hydrophilic surfaces of ther mo- and cryotropicjellies
depending ontime (P =0.95,n = 3)

. Distribution coefficient of thymol on hydrophobic surfaces of thermo- and cryotropic jellies depending on time
Sorption T —
duration - Distribution coefficient of thymol, D _ _
min ' Gdatinjdlies Gdatin-starch jellies
Thermotropic Cryotropic Thermotropic Cryotropic
10 4.86+0.44 0.41+0.04 1.09+0.10 0.68+0.06
20 7.67+0.69 1.34+0.12 1.99+0.18 1.46+0.13
30 8.40+0.76 1.42+0.13 5.95+0.54 2.14+0.19
40 8.48+0.77 1.46+0.13 6.72+0.60 2.78+0.25
50 9.15+0.82 2.91+0.26 7.69+0.69 3.49+0.31
60 10.22+0.93 3.05+0.27 8.06+0.73 4.23+0.38
Distribution coefficient of thymol on hydrophilic surfaces of thermo- and cryotropic jellies depending on time
Sorption Distribution coefficient of thymol, D
duration, Gelatin jelies Gelatin-starch jellies Starchjdlies
min Thermotropic Cryotropic Thermotropic Cryotropic Cryotropic
10 0.90+0.08 0.90+0.09 2.07+0.19 0.35+0.03 0.16+0.02
20 6.01+0.54 1.70£0.15 2.18+0.20 0.68+0.06 0.41+0.04
30 6.43+0.58 2.78+0.25 2.47+0.22 1.02+0.09 2.62+0.24
40 6.85+0.62 3.14+0.28 2.47+0.21 1.29+0.12 2.89+0.26
50 7.13+0.64 3.61+0.32 2.85+0.26 1.54+0.14 2.74+0.25
60 7.33+0.66 3.75+0.34 3.00+0.28 1.82+0.16 3.16+0.28

According to the results of this research, al the
surfaces of jellies formed during the contact with air
(outward), are highly hydrophobic. Contact angle of the
hydrophobic surface varied between 100° and 123°. The
surface of those jellies which were formed from a solution
when frozen is hydrophilic in all cases. The surface of
cryotropic starch jellies had the most hydrophilic nature:
water is completely absorbed without forming a drop on
the surface.

Experimental results that determine the tota
binding of thymol from aqueous solutions (R, %) and
distribution coefficient (D) depending on the time of
sorption of thermotropic and cryotropic gels are shown in
Figs. 2, 3and Table 2.

According to the results, the increase in the amount
of adsorbed thymol corresponds to the increase in contact
time of the solution with the jellies. We observe the
increased sorption activity of thymol on the hydrophobic
surface after 60 min of the process beginning. This is
especially true in case of thermotropic jellies. For
example, total binding of the thermotropic gelatin jelliesis
4700 rel %, distribution coefficient — 10.22. At the same
time the sorption of thymol in case of cryotropic gelatin-
starch jellies was less active, total binding is 2300 rel %,
distribution coefficient — 4.23. In all cases, the adsorption
equilibrium was established after 60 min of the process
beginning and remained nearly constant for 24 h.

The sorption ability of the hydrophilic surface of
the jellies under study decreases in the following order:
geatin (thermotropic) > gelatin (cryotropic) > starch

(cryotropic) > gelatinstarch (thermotropic) > gelatin-
starch (cryotropic), thus remaining to be generally weaker
compared with that of a hydrophobic surface. For
example, after 60 min of sorption, the total binding by the
hydrophilic surface of thermotropic gelatin jellies was 1.3
times lower compared to the hydrophobic surface,
whereas the distribution coefficient was 1.4 times lower.
The total binding by the hydrophilic surface of
thermotropic gelatin-starch jellies was 1.9 times lower
compared to the hydrophobic surface, whereas the
distribution coefficient was 2.3 lower. The sorption of
thymoal by the hydrophilic surface of the cryotropic jellies
of gelatin and starch reached its boundary value at the 60-
minute mark and remained nearly constant for 24 h.

For the purpose of thermodynamic assessment of
the sorption process of thymol from aqueous solutions by
cryotropic jellies and thermotropic gelatin the sorption
isotherms were constructed in the following coordinates:
the concentration of adsorbed thymol (G, mol/g of
sorbent) — concentration of thymol (C, mol/l).

Comparison of sorption isotherms of thymol from
aqueous solutions by the hydrophobic surfaces of the
thermo- and cryotropic jelliesis shownin Figs. 4 and 5.

The shape of isotherms depends on the degree of
binding of thymol by the jellies. The isotherms for
hydrophobic surfaces are S-shaped for al the jellies under
study. Such shape indicates that the energy of interaction of
the “adsorbent-adsorbate’ model exceeds the interaction
energy of the “adsorbate-adsorbate” modd, meaning
thymol has a high affinity to hydrophobic surfaces of the
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total binding of thymol. Thus, the total binding of
cryotropic jdlies by the hydrophobic surfaces is 2.7 times
weaker on average compared to the thermotropic ones.
Comparison of sorption isotherms of thymol from
aqueous solutions by the hydrophilic surfaces of the
thermo- and cryotropic jelliesisshownin Figs. 6 and 7.

jdlies. However, the sorption isotherms of thymol by the
cryotropic gelatin  and gdatinstarch gels have a
sgnificantly lower dope, indicating a decrease in the
efficiency of sorption of thymol from aqueous solutions.
This is especidly true in case of cryatropic jelies. This is
confirmed by the experimental results that determine the
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Fig. 4. The sorption isotherms of thymol by the hydrophobic surfaces
of the 20% thermo- and cryotropic gelatin jellies: thermtropic (- ) and cryotopic (<)
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Fig. 5. The sorption isotherms of thymaol by the hydrophobic surfaces of the thermo-
and cryotropic gdatin-starch jellies: thermtropic (- ) and cryotopic (<)
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Fig. 6. Sorption isotherms of thymol by the hydrophilic surfaces of thermo-
and cryotropic jellies of gelatin and starch:
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Fig. 7. Sorption isotherms of thymol by the hydrophilic surfaces of thermo-
and cryotropic gdatin-starch: thermtropic (- ) and cryotopic (<)

In all cases, the isotherms are S-shaped, which
indicates high affinity of thymol to adsorbents. However,
there isa significant reduction in steepness of isothermsin
a saies of jellies. gelatin (thermotropic) > gelatin
(cryotropic) > starch  (cryotropic) > gdatin-starch
(thermotropic), indicating a decrease in the efficiency of
sorption. This is confirmed by the experimental data. For
example, the level of total binding (R, rel %) and
distribution coefficient (D) in the aforementioned series of
jellies congtitutes: R = 3700, 2100, 1700 and 1100 rel %;
D =7.33, 3.75, 3.16 and 3.00, respectively.

In the course of our experiments, we found that in
the concentration range none of the sorbents of thymol
was able to reach the saturation stage (boundary value of
the sorption).

The results suggest that weakly polarized benzoic
ring of thymol is mainly adsorbed from solutions on
hydrophobic surfaces of the thermotropic gelatin and
gdatin-thymoal jellies, which possess rigid enough spatial
grid due to conformational transition of gelatin in the
formation of jellies starting from a coil shape (313 K) and
ending with a helix (278 K). Sorption in this case can only
exist mainly because of hydrophobic interactions.

Introduction of thymol to the structure of the
gelatin jelies, followed by its removal via desorption, did
not lead to a significant increase in the total binding
ability of thymol. Presumably, the gdatin-thymol jellies
have bound a significant amount of thymol irreversibly,
confirming experimental data. In this regard, thymol
sorption from aqueous sol utions has reached the boundary
value of 900rel % (D = 7.45) for twenty minutes only in
case of the gelatin-thymal jellies, but in other cases — it
took 60 min for cryotropic jellies and 120 min for
thermotropic ones to do the same.

Sorption of thymol on the hydrophaobic surface of a
sorbent takes place due to the hydrogen bonds between

the hydroxyl group of thymol and hydroxyl groups of a
sorbent (gelatin, starch). Irreversible sorption of thymoal in
this case increases up to 90 %. However, insufficient rates
of this particular kind of sorption, in our opinion, can be
explained by the competition of thymol with a large
amount of water in jellies, which can also form hydrogen
bonds with hydroxyl groups of starch and gelatin.

The fact that the additional noncovalent binding of
molecules of biopolymers takes place inside the
cryotropic jellies, which provides a rigid texture to a
sponge, can indicate its higher sorption activity. However,
according to the experimental data, a significant influence
on the sorption in this case had a large amount of bound
water in a cryotexturate, which competed with thymol.
Overall, thymol sorption from water solutions on
hydrophobic surface of both thermo- and cryotropic jellies
is 2-2.5 times stronger compared to the hydrophilic one.
Established sorption of thymol cryotropic jelly has more
tightly fixed conformation than thermotropic jelly. Thus,
the sorption of thymol by the thermo- and cryotropic
jellies of gelatin and starch is caused mainly by the
formation of hydrophobic bonds between thymol and
sorbent. The degree of binding of thymol with sorbents
was decreasing in case of cryotropic jellies because of the
presence of a large amount of bound water that can form
hydrogen bonds with hydroxyl groups of biopolymers.

4. Conclusions

It is shown that jelly surface formed on the edge of
solution-air is hydrophobic with the wetting angle of
101.7-121.0° and jellies surface formed in solution, from
the inner layers (internal volume) of gels, is hydrophilic
with the boundary wetting angle of 13.7-52.0°. Impact
surface of hydrophobic jellies investigated for their ability
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to absorb thymol from aqueous solutions was confirmed.
It was confirmed that the most promising technology of
creating flavors from aromatic substances are thermo-
tropic jelliesand gelatin with hydrophobic surface.
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3B’ A3YBAHHSI APOMATOYTBOPIOIOYNX
PEYOBHH KPIO- TA TEPMOTPOIITHUMUA
APATJISAMU KEJIATUHH I KPOXMAJIIO

Anomauin. Bueueni 3axonomipnocmi 36 s3yeanmHs apo-
MamMoymeopIo1Ux pewosur Kpio- ma mepmomponHumu opazisimu
arcenamunu i kpoxmanto. Excnepumenmansvro niomeeposiceno eniug
2I0poobHOT nogepxni 00CHIONCY8AHUX OpaIi6 HA iX 30amHicmb
copoOysamu mumon i3 600HUX po3uuHie. Bcmanoeneno smenuenns
COpOYIT MUMONLY KpIOMPONHUMU OpacisAiMU NOPIGHAHO 3 MeEpMOo-
mponuumu. ExcnepumenmansHo niomeeposiceno, wo mexHonoeitHo
HaUibibW NePCNeKMUsHUM Ol CIMBOPEHHS ApOMAMU3AMOpI6 Ha
OCHO8I  2I0POGHOOHUX  APOMAMUYHUX DPEYOBUH €  MEPMOMPONHI
opazJii JHcenamuny 3 BUCOKOIO 2i0pogobHicmIO.

Knrouosi cnoea. mumor, dceramuna, Kpoxmaiv, 2iopogoo-
Hicmb, 2I0podinbHicmy, Kym 3MOYy8anHsi, copoyis, 0ecopoyisi.



