O0ecoKuil HAYiOHANbHULL MEXHOIO2IYHULL YHIBEePCUTNem

VK 536.655:541.123.22:664.162.7:542.934
DOI https://doi.org/ 10.15673/swonaft.v86i1.2397

STUDY OF THE HEAT OF DEHYDRATION OF D-FRUCTOSE
SOLUTION

Mykhailyk' V., Ph.D., Senior Research Scientist, Dmytrenko' N., Ph.D., Korinchevska' T., Ph.D.,
Parniakov® O., Ph.D., Snezhkin' Yu., Doctor of Technical Sciences, Professor
'Institute of Engineering Thermophysics of the National Academy of Sciences of Ukraine, Kyiv
?Elea Technology GmbH, Quakenbriick, Germany

Abstract. The heat of evaporation of water is the main component of the consumption during the drying of bio
raw materials. Its share in the consumption depends not only on the initial moisture content of the drying object. As
our previous studies have shown, the state of water in the material affects the total heat consumption. The state of
water is determined by its chemical composition and structure. Drying objects rich in sugars deserve special atten-
tion. Sugars have a high tendency to hydration, are concentrated in the juice and determine both the kinetics and
heat of dehydration. The most reliable data on glucose and fructose hydration are analyzed and presented. Meas-
urement of the specific heat of evaporation of water r from fructose solutions with an initial concentration of 12.5
wt. % was performed in the evaporation calorimeter. Continuous registration of changes in heat flows and mass of
the sample was ensured during the measurement process. The dependence of the reduced specific heat of evapora-
tion of water (R = r/ry) on the concentration of fructose was obtained in the isothermal mode at 40, 60 and 80 °C.
The presented curves reflect the thermal processes occurring in the solution during water removal. The processes
are characterized by an endothermic period of dehydration and an exothermic period of simultaneous dehydration
and spontaneous homogeneous crystallization of fructose. It was found that the change in the degree of hydration of
fructose in solution from 12.5 to 5 mol/mol occurs with increasing, almost linear, specific heat consumption. Re-
moval of water from the first coordination sphere, when the degree of hydration decreases to values <5, the in-
crease in specific heat of evaporation is steeper and reaches the excess over the tabular values of heat of evapora-
tion of pure water r., by 6 — 7 %. The heat of spontaneous crystallization of fructose has a power greater than the
power of endothermic heat consumption for dehydration, therefore, a general exothermic effect is recorded. It is
shown that the measured specific heat of water evaporation increases with increasing concentration of solutions
despite a decrease in the degree of hydration of fructose. It was established that water has a strong hydrogen bond
with sugar in solutions in which the degree of hydration of fructose is less than ~5. Assumptions about strongly and
weakly bound hydrated water in solutions of monosaccharides are substantiated.
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Introduction. Drying of sugar—containing raw materials has a number of features related to the chemical com-
position. More than half of the dry matter of many fruits and berries [1] and vegetables [2] are sugars. Thus, their
content in apples can reach 66 % (fructose ~40.2 %, glucose ~14.6 %, sucrose ~11.0 %). Due to the good solubility
in water, they are concentrated in juice, the amount of which is not infrequently 97 %. The juice concentration in-
creases reaching 88 — 90 % of dry matter in the process of drying to low moisture. That is, the main part of the water
removing in the drying process is removed from the juice under conditions of increasing its concentration.

One of the most important factors determining the energy efficiency of drying is the specific heat consumption,
the core of which is the heat of water evaporation. Today, the values of the specific heat of evaporation of water
from the surface of pure volumetric water are used in the calculations of the drying process. These values are given
in numerous reference books.

Evaporation is an endothermic phase change of the first kind as a result of which water from the liquid con-
densed phase is converted into steam. In this case, the heat is spent on overcoming the forces of molecular adhesion
in the liquid phase and on the work of expansion during the transformation of liquid into vapor [3]. The specific heat
of evaporation of water decreases with increasing temperature due to the small proportion of heat expended on the
transition of the liquid into steam in the total heat of evaporation.

B-D-fructopyranose is the main form of existence of D—fructose. In water solution in thermodynamic equilibri-
um with B-D-fructopyranose, there is 23.6 % fructofuranose. And the keto form of D—fructose and o—D-
fructopyranose are completely absent. The content of fructofuranose in the solution decreases to 15.2% (at 0 °C)
with decreasing temperature, and increases to 44.2 % (at 50 °C) with heating. D—glucose forms several forms like
D—fructose. The crystalline forms of o—D—glucose and f—D—glucose are quite stable. However, in the solution, each
of them slowly turns into an equilibrium mixture of both forms, in which there is 63.8% of the f—anomer and 36.2%
of the o—anomer [4].

Sugars in the free state are practically not found in nature. Nature has ensured their existence, giving them the
property of hydration — easy interaction with water molecules. The mechanism of hydration is based on ideas about
the hydrogen bonds formed between water and hydrophilic polar groups of sugar.
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The binding energy between the elementary particles of solute and water depends on the nature of the sub-
stance, on its ability to hydration. Hydrogen bonds are formed as a result of donor—acceptor interactions between
sugar and water molecules. These hydrogen bonds exceed the strength of the bonds between water molecules [5].

Modern ideas about the energy of intermolecular interactions make it possible to consider water in sugar solu-
tions as being in two different states. In one state it has properties similar to the properties of pure water (free or
freezing water). Another state occurs as a result of favorable energy interactions with sugar molecules (hydrated or
non—freezing water) [6]. Water associated with dissolved sugar does not undergo a phase change of the first kind
when cooled below 0 °C. The method of quantitative determination of free and hydrated water by differential scan-
ning calorimetry (DSC) is based on these differences in the properties of free and bound water [7, 8]. The most
complete data on the hydration of sucrose, glucose and fructose were obtained by this method [6, 9-12].

It was found that the amount of hydrated water in the solution depends on the sugar concentration. The propor-
tion of free water in the solution decreases, while the proportion of hydrated water increases with an increase in the
sugar content (Fig. 1).

Hydration is probabilistic in nature. Therefore, it is customary to characterize it quantitatively by the average
degree of hydration, representing it by means of hydration numbers. Studies and calculations have shown the de-
pendence of hydration numbers on concentration and temperature [10]. Usually, the degree of hydration is expressed
as the molar ratio of hydrated water to solute depending on the concentration of the solution (Fig. 2). Studies of
hydration of sugars by DSC have shown that the degree of hydration decreases with increasing sugar concentration
despite the presence of free water in solutions [10—13].
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Fig. 1 — The content of hydrated and free water in solutions of D—glucose and D—fructose [12]

The observed nature of the dependence is a reflection of complex intermolecular interactions, which indicate a
change in the quantity and quality of hydrogen bonds. Coordination numbers of hydration of D—fructose (5.19 £
0.15) and D—glucose (4.95 £ 0.15) turned out to be close and coincide with the number of OH groups of these mole-
cules, despite the difference in their isomeric forms in water solutions [12].
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Fig. 2 — Average dependence of hydration numbers of D—glucose and D—fructose
on the concentration of solutions [13]

In solutions with low concentrations, the number of water molecules bound to sugar molecules significantly ex-
ceeds the number of hydroxyl groups of this sugar. It can be imagined that each sugar molecule has a water shell,
the thickness of which decreases with increasing concentration of the solution [10]. The hydration shell prevents the
convergence of the solute molecules as long as the value of the degree of hydration exceeds the number of hydroxyl
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groups [14]. It becomes possible the emergence of associates (elementary formations of future solid-phase struc-
tures) with increasing concentration of D—glucose solutions above 66.89 wt. % (0.49 g water/g dry matter) and D—
fructose above 65.84 wt. % (0.52 g water/g dry matter), which correspond to the above coordination numbers of
hydration [13]. Hydration curves confirm the existence of different structures in the sugar—water system and indicate
a smooth transition from one structure to another when the concentration changes.

Taking into account the information on the hydration of D-glucose and D-fructose [12] and the results of meas-
urements of the specific heat of evaporation of water from a sucrose solution [14], it can be expected that the specif-
ic heat of evaporation of water from solutions of monosaccharides should also exceed the specific heat of evapora-
tion from the free surface of pure bulk water. Therefore, an experimental study of the influence of the degree of
hydration of fructose on the energy of evaporation of water from its solutions is of both theoretical and practical
interest, since fructose is a component of the juice of many fruits and root crops subjected to drying.

Materials and methods. Measurement of the specific heat of evaporation of water from fructose solution was
carried out in the evaporation calorimeter, which was designed and manufactured in the IET of NAS of Ukraine
[15]. The developed applied computer programs make it possible to collect information about the change in heat
flows and the mass of the solution during the evaporation.

The study was carried out in isothermal mode at 40, 60 and 80 °C with an initial concentration of fructose in so-
lutions of 12.5 wt. %. Chemically pure fructose and distilled water were used to prepare the solutions. The solutions
were sterilized by boiling to prevent the possible development of microbiological activity. Samples weighing ~1.1 g
were placed into the measuring cell of the calorimeter using a syringe—dispenser. The thickness of the layer of the
solution was ~1 mm. The remainder of the solution in the calorimeter cell was carefully checked after each experi-
ment. Needle—shaped crystals of fructose were always detected in it. The studies were carried out at least three times
at the indicated temperatures.

After the thermal equilibrium was established in the calorimetric unit, synchronous registration of the heat spent
on water evaporation and the mass of the sample was started. Measurement was stopped after the differential heat
flow decreased to the resolution level and no change in the mass of the sample. The current values of the specific
heat of evaporation » were determined in the process of dehydration of the solution from changes in the mass of the
sample m and the differential heat flow g. The calculations were performed according to the algorithm:

= [alek @) o,y )

Ti-1

The calorimeter was calibrated according to the requirements set out in [16] by comparing the obtained values
of the heat of evaporation of the reference substance with the recommended values [17]. Distilled water for injec-
tions produced by the pharmaceutical company “Darnitsa” was used as a reference substance.

The mathematically expected relative error in determining the specific heat of evaporation of water in the tem-
perature range of 40 — 80 °C was 0.49 %, and the maximum possible error was 1.09 %.

Results of measurements and discussion of the obtained results. The experimental values of the specific heat
of evaporation of water r are represented by the reduced specific heat of evaporation as a dependence of the dimen-
sionless parameter R = r/r,,; on the concentration of solution C, where 7, is the specific heat of evaporation from
the free surface of pure water (Fig. 3).

The thermograms presented in Fig. 3 reflect the thermal processes occurring in a fructose solution during iso-
thermal water removal. Two periods are clearly distinguished on the curves. The first period is purely endothermic.
It occupies the concentration interval from the beginning of dehydration to the maximum heat absorption. The se-
cond is a reflection of simultaneous running of processes of water evaporation and spontaneous crystallization of
fructose. The heat of spontaneous crystallization is generated in a short time and has a capacity greater than the
endothermic heat consumption for dehydration. Therefore, the thermogram curves have a maximum after reaching
which heat of evaporation it is almost impossible to estimate.

The first period is characterized by an almost linear increase in the heat of dehydration. The specific heat of
evaporation is close to the tabular values (R = 1) only at the beginning of dehydration. The degree of hydration in
the initial solution is ~12.5 mol water/mol fructose. As dehydration, the specific heat of evaporation increases
monotonically until the solution reaches a concentration of ~ 65 %. In this case, the hydration number reaches ~5,
that is, it becomes equal to the coordination number of fructose hydration [12]. Further concentration of the solution
leads to a steeper increase in the specific heat of dehydration, which reaches an increase of 6 — 7 % by the time crys-
tallization begins. That is, the removal of water from the hydrated coordination sphere of fructose occurs with large
increasing specific heat consumption.

Taking into account that the degree of hydration is higher in solutions of lower concentration than in concen-
trated ones, it was possible to expect higher values of the specific heat of evaporation at the initial stage of dehydra-
tion. The obtained experimental fact was registered and described earlier in [14] and found an explanation in the
following assumption. The binding energy between water molecules and the hydroxyl groups of sugar (strongly
bound hydrated water) is higher than that of the bonds formed in solution at some distance from the sugar molecule
(weakly bound hydrated water). This assumption arises as an analogy with the existing idea of water weakly and
strongly bounded to the hydrophilic surface. It agrees with the information about the existence of an ordered first
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coordination layer in the range of 0.18 — 0.35 nm and a disordered second hydration shell at a distance exceeding 0.4
nm [6, 18].
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Fig. 3 — Curves of dependence of the reduced specific heat of evaporation of water
from D-fructose solutions on the concentration at 40 (1), 60 (2) and 80 °C (3)

This assumption explains the steeper rise in the parameter R after the fructose solution reaches a concentration
of ~65 wt. %. The degree of hydration of fructose becomes < 5 in excess of this concentration. Dehydration occurs
when there is no free water in the solution. Hydrated water, which is strongly bound to fructose molecules, is re-
moved.

Judging by the thermograms (Fig. 3), the degree of fructose hydration, which can be calculated from the data of
the total concentration of solutions in the calorimeter cell (70.0 % at 40 °C, 82.4 % at 60 °C, and 87.5 % at 80 °C),
is 4.3, 2.1 and 1.4 respectively at the maximum points. Comparing the obtained data with the solubility of fructose
84.34 % (40 °C), 89.16 % (60 °C) and 92.46 % (80 °C) [19] and the degree of its hydration 1.86, 1.21 and 0.81
respectively, it can be concluded that the nucleation of crystals does not occur in the entire volume of the solution.
That is, the concentration of the solution does not correspond to the actual concentration in the crystallization zone
at the points on the curves where the inflection is fixed (transition from heat absorption to heat release).

Evaporation of water is carried out from the surface of the solution. The diffusion of water into the surface layer
is complicated by the high viscosity [20]. The gradient of fructose concentration occurs along the height of the solu-
tion. This leads to the appearance of supersaturation in a thin surface layer and involuntary spontaneous crystalliza-
tion. As can be seen from the thermograms, the kinetics of crystallization depends on temperature. The crystalliza-
tion rate increases slowly at 40 °C due to the higher viscosity of the solution compared to the ballistic crystallization
processes at 60 and 80 °C. Reaching the maximum heat release, the curves are sharply directed upwards. Such
course of thermograms in the crystallization zone is due to the closure of the evaporation surface with a layer of the
solid phase of fructose. During this period, heat generation still continues, but the intensity of evaporation decreases.
And when the change in the mass of the sample reaches values less than the sensitivity of the balance, the calculated
value of the specific heat of evaporation increases sharply, which is represented as an ascending curve of the param-
eter R (Fig. 3).

Conclusions. Changes in the specific heat of evaporation of water from fructose solutions were studied in iso-
thermal mode at 40, 60 and 80 °C during continuous dehydration by calorimetry.

The influence of the degree of hydration of fructose on the specific heat of evaporation is revealed. It is shown
that the measured specific heat of evaporation of water increases and reaches the excess over the tabular values of
the heat of evaporation from the free surface of pure volumetric water by 6 — 7 % despite the decrease in the degree
of hydration of fructose with increasing concentration of solutions.

Water has a strong hydrogen bond with fructose in solutions in which the degree of hydration of fructose is less
than ~5 mol water/mol fructose. In solutions containing free water, hydrated water outside the first coordination
sphere is bound to fructose by less strong bonds, the energy of which decreases as the solution is diluted.

Taking into account the concentration dependence of the degree of hydration of glucose, which is almost the
same as that of fructose, it can be assumed that glucose solutions will have the same dependence of the specific heat
of evaporation of water on concentration, as in fructose solutions.

The dependence of the specific heat of evaporation of water from solutions of fructose and sucrose [14] on the
concentration makes it necessary to take them into account in the existing methods of thermal calculation of drying
processes of sugar-containing raw materials and corresponding equipment.

References
1. Fruktyi i yagodyi. Tablitsa kaloriynosti i himicheskiy sostav produktov pitaniya. (n.d.). MZR. Retrieved May
5, 2020, from https://health-diet.ru/base of food/food 24516/
2. Ovoschi i zelen. Tablitsa kaloriynosti i himicheskiy sostav produktov pitaniya. (n.d.). MZR. Retrieved May 5,

Hayxkosi npari, Tom 86, Bumyck 1 20 Scientific Works, Volume 86, Issue 1



O0ecoKuil HAYiOHANbHULL MEXHOIO2IYHULL YHIBEePCUTNem

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.
20.

2020, from https://health-diet.ru/base of food/food 24512

Knunyants, I. L. (Ed.). (1990). Himicheskaya entsiklopediya : T.2. Daffa-Medi. M.: Sovetskaya
entsiklopediya.

Kupchevich, Yu. E. (1996) Monosaharidyi — sovremennyie dannyie o strukture i stereohimii ih molekul.
Sorosovskiy obrazovatelnyiy zhurnal, 8, 41-50.

Bobrovnik, L. D., Gulyiy, I. S., & Klimovich, V. M. (1992). Gidratatsiya i fazovyie prevrascheniya saharozyi.
Saharnaya Promyishlennost, 6, 10—11.

Franks, F. (1985). Svoystva vodnyih rastvorov pri temperaturah nizhe 0°S. In F. Franks (Ed.), Voda i vodnyie
rastvoryi pri temperaturah nizhe 0°S. (pp. 176-276). K.: Naukova dumka.

Simatos, D., Four, M., Bonzhur, 1., & Kouch, I. (1980). Primenenie differentsialnogo termicheskogo analiza i
differentsialnoy skaniruyuschey kalorimetrii pri izuchenii vodyi v pischevyih produktah. In R. B. Dakuort
(Ed.), Voda v pischevyih produktah (pp. 156—170). M.: Pischevaya promyishlennost.

Deodar, S., & Luner, F. (1984). Izmerenie soderzhaniya svyazannoy (nezamerzayuschey) vodyi metodom
differen-tsialnoy skaniruyuschey kalorimetrii. In S. Roulend (Ed.), Voda v polimerah (pp. 273-287). M.: Mir.
Franks, F. (1980). Voda, led i rastvoryi prostyih molekul. In R. B. Dakuort (Ed.), Voda v pischevyih produktah
(pp. 14-32). M.: Pischevaya promyishlennost.

Mykhailyk, V., Davydova, E., & Mank, V. (1989). Issledovanie gidratatsii saharozyi metodom
nizkotemperaturnoy skaniruyuschey kalorimetrii. Termodinamika Organicheskih Soedineniy, 76—80.
Mykhailyk, V. (2006). Eksperimentalnoe issledovanie gidratatsii saharozyi. Naukovi Pratsi Odeskoi
Natsionalnoi Akademii Kharchovykh Tekhnolohii, 28(2), 370-373.

Mykhailyk, V. (2007). Primenenie termicheskih metodov issledovaniya v reshenii nauchnyih i
proizvodstvennyih zadach energoeffektivnosti. Naukovi Pratsi Odeskoi Natsionalnoi Akademii Kharchovykh
Tekhnolohii, 31(1), 170-177.

Mykhailyk, V. (2020). Razvitie teplofizicheskih i fiziko-himicheskih osnov protsessa sushki
saharosoderzhaschego rastitelnogo syirya. Sovremennyie Energosberegayuschie Teplovyie Tehnologii (Sushka
i Teplovyie Protsessyi): Sbornik Nauchnyih Trudov Konferentsii, 79-92.

Mikhailik, V., Dmitrenko, N., & Snezhkin, Y. (2019). Investigation of the influence of hydration on the heat of
evaporation of water from sucrose solutions. Journal of Engineering Physics and Thermophysics, 92(4), 916—
922.

Dubovikova, N., Snezhkin, Y., Dekusha, L., & Vorobev, L. (2013). Teplometricheskiy pribor sinhronnogo
termicheskogo analiza dlya opredeleniya udelnoy teplotyi ispareniya. Promyishlennaya Teplotehnika, 35(2),
87-95.

Vaysband, M., & Pronenko, V. (1986). Tehnika vyipolneniya metrologicheskih rabot. K.: Tekhnika.
Aleksandrov, A., & Grigorev, B. (1999). Tablitsyi teplofizicheskih svoystv vodyi i vodyanogo para:
Spravochnik. M.: MEL

Nanassy, A. J., & Desai, R. L. (1978). NMR shows howammoniacal primer—sealers alter the hygroscopicity of
wood. Wood Sci., 10(4), 204-207.

Honig, P. (Ed.). (1961). Printsipyi tehnologii sahara (Trans. from Engl. ed.). M.: Pischepromizdat.

Laos, K., & Harak, M. (2014). The viscosity of supersaturated aqueous glucose, fructose solutions. J. Food
Physics, 27, 27-30.

JOCIIZKEHHA TEIIVIOTU 3BHEBOJJIHEHHSA PO3YNHY
D-®PYKTO3H

Muxaiinink B.A.', K.T.H., C.H.C., JAmurtpenxo H. B., k.T.H., KopinueBcbka T.B.!, k.1.H.,
Hapusikos O.C.%, a-p dinocodii, Cuexkin 10.®.!, 1.1.1., npodecop '
IncturyT Texnivnoi Temnodiznku HAH Ykpainn, Kuis
’Elea Technology GmbH, Kaken6piok, Hiveuunna

Anomauin. Tenioma eunapogyganms 600U € OCHOBHOIO CKIAO0B0I0 BUMPAM Npu CywinHi 6iocuposunu. /lons it

8 BUMPAMAx 3aJedcumyv He MiIbKU 6I0 UXIOHOI 6o020cmi 00 €kmy cyulinHs. Ax nokazanu vawti nonepeoHi 00cCi-
OJICeHH s, HA 3a2abHI BUMPAMU MENIOMU BNIUBAE CIAH 800U 68 Mamepiani. A cmaHn 600U BU3HAYAEMbCSL U020 XiMi-
YHUM cKAadom ma cmpykmypoio. Ocobaugy ysazy 3aciy2o8yioms 00 €Kkmu Cyulinus 3 bazamum 6MICMOM YYKpi6,
SKI, MAIOYU BUCOKY CXUTIbHICMb 00 2I0pamayii, 30cepeodceni 6 COKY I GU3HAUAIOMb 51K KIHeMUKy maK i menjiomy
3He6oOHenHs. [Ipoananizoeano ma naéedeHo HAUOLIbUL HAOIIHI OaHi w000 2iopamayii 2noKo3u ma Gpykmosu. B
Kanopumempi 6Unaposysants 30IUCHeHO SUMIPIOGANHS NUMOMOL MenIomu 6UNapo8y8aHHs 600U ' 3 PO3ZYUHIE PpYK-
mo3u 3 noyamrosolo konyenmpayiero 12.5 mac.%. B npoyeci sumiprogannsi 6y1o 3abe3neuero besnepepsny peccn-
payiio 3MiHU Meniosux nomokie ma macu 3paska. Ompumano 3a1eHCHOCMI NpUeedeHoi NUMOMOL meniomu Unapo-
8ysantsi 600U (R = r/ry) 6i0 konyenmpayii ppykmosu 6 izomepmiunomy pedxcumi 3a 40, 60 ma 80 °C. IIpeocmas-
JIeHi Kpusi 8i006padicaroms meniosi npoyect, wo 6i00ysaromscs 6 po3uuti npu sudaienti 6oou. Ilpoyecu xapaxme-
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PUBVIOMbCSE eHOOMEPMIYHUM NEPIOOOM 3HEBOOHEHHS MA eK30MEePMIYHUM NepPio0OM 0OHOYACHO20 NPOMIKAHHS 3He-
B0OHEHHsI MA CNOHMAHHOI 20MO2eHHOI Kpucmanizayii gpykmosu. Bemarnoeneno, wo 3mina cmynens ciopamayii
@Gpykmosu 6 pozuuni 6io 12.5 00 5 monv/mons 6i06yeacmvcs 3i 3pOCMAIOUUMUY, NPAKMUYHO JIHIUHO, NUMOMUMU
sumpamamu meniomu. Buoanenus 600u 3 nepuioi’ KOopOuHayiuHol cpepu, Koau Cmynito 2iOpamayii 3MeHuLyEmobCst
00 3Hauenv <5, 3pOCMAHHS NUMOMOT MENIOMU BUNAPOBYBAHHSL € OLIbUL KPYyMUM I 00CsA2A€ Nepesunjertst Ha0 mao-
JIUYHUMU 3HAYEHHAMU MeNnJIomu 6UNApPO8YSaHHs YUCMOL 600U Vi, Ha 6 — 7 %. Tennoma cnowmannoi kpucmanizayii
@dpyrkmosu mae nomydgucHicms OinbuLy 3a NOMYACHICIL eHOOMEPMIYHUX SUMPAM TENIOMU HA 3HEBOOHEHHs. MOMY
peecmpyemucs 3a2anbHull ekzomepmivnul epexm. Ilokazano, wjo He368aNCaloU Ha 3MEHUEHHs CIYneHs 2iopamayii
@dpyxmosu, npu 30inbuleHHi KOHYeHmpayii po3uunie, SUMIPAHA NUMOMA MENI0ma 6UNAPO8Y8aHHs 800U 3POCMAE.
Bcmanoeneno, wo y posyunax, 6 sikux cmynine ciopamayii ¢ppykmo3su menuia 3a ~5, 8004 MA€ CUTbHUL BOOHEBUL
36'5130K 3 yykpom. OBIPYHMOBAHO NPUNYUEHHSL NPO CULLHO | CI1ab0 36'a3any 2iopammuy 600y 8 pO3UUHAX MOHOYYKDIS.
Kiro4oBi ciioBa: TemioTa BUNIapoOBYBaHHs, PO3YHH, TIIIOK03a, PpyKTO3a, Tiapartallis, BiIbHA Ta TiJpaTHA BOJA.
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