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The fortification of food with vitamin D has several limitations because this group of fat-soluble com-
pounds may degrade or undergo undesirable changes during technologic processing and storage of food.
The purpose of this study was to investigate emulsions for vitamin D3 delivery in commercial foods. Oil-in-
water (o/w) emulsions stabilized by mixture of various proteins (whey protein isolate (WPI), skimmed milk
powder (SMP) and vegan protein isolate (VPI)) as emulsifiers and carboxymethylcellulose as thickening
agent were used. The shear stress and effective dynamic viscosity of the emulsions in the wide range of
shear rates were experimentally determined. By approximating experimental flow curves using the power-
law model, the values of the consistency coefficient and flow behavior index were obtained, which made it
possible to classify the emulsions as systems with pseudoplastic flow.

Within the framework of the structural approach, the rheological data were analyzed on the basis of the
generalized rheological model of Casson. The contributions to the process of viscous flow calculated from
the experimental data from the integral characteristics of associates of droplets and individual particles dur-
ing their hydrodynamic interaction made it possible to explain the effect of changing the viscosity of emul-
sions from the nature of the emulsifier used.

The zeta potential values determined by the dynamic light scattering method indicate the existence of a
strong repulsive force as a factor for the stability of emulsions. The sign of the potential and its magnitude
indicate the process of adsorption on the surface of fat droplets molecule of protein. The presence of a peak
of flocculated particles in the histograms of the particle size distribution is explained by the presence of non-
adsorbing polysaccharides, which are capable of the generation of aggregated emulsion structures through
depletion flocculation.

Regardless of the choice of the type and nature of the protein emulsifier - animal or plant origin, all studied
systems were stable and can be considered for use as emulsion-based delivery systems of vitamin D. From
an economic point of view, it is advisable to use dry milk as an emulsifier. The resulting emulsions can be
used as a basis for the production of vitamin Ds-fortified foods, in particular for dairy products.
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Introduction

Vitamin D (VD) is a fat-soluble vitamin. It supplements are available in two forms: vitamin D,
(ergocalciferol) and vitamin D; (cholecalciferol). Both are also naturally occurring forms that are pro-
duced in the presence of the sun’s ultraviolet rays, but only D; in animals, including humans [1]. VD
production in the skin is the primary natural source of vitamin D, but many people have insufficient
levels. Today, according to medical reports, the majority of the world's population is deficient in the
vitamin Ds [2,3]. This problem is inherent in the population of Ukraine [4].

Vitamin D; is known to play an important role in bone health (calcium and phosphorus metabo-
lism) [5], play a role in muscle development and epidemiologic data suggest its benefits cardiovascu-
lar mortality, hypertension, colorectal cancer, multiple sclerosis, type 1 diabetes, immune function,
and inflammation [6—8]. More detailed information on biochemical and physiological aspects can be
found in the monograph [9]. In 2020, close attention to VD was due to both the problems of the global
food market and publications related to the spread of the COVID-19 virus [10]. Analysis of statistical
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medical data has shown the important role of this vitamin in the regulation of the immune system in
viral infections [11]. According to the authors [12], VD consumption can lead to a decrease in severe
complications of COVID-19, suppress hypercytokinemia, while increasing innate immunity and
avoiding a significant increase in adaptive immunity. In report [13] present preliminary evidence of a
link between VD deficiency in humans and the severity of COVID-19 disease. The authors concluded
in favor of the intake of this vitamin in the human body as a potential additional strategy to prevent the
incidence of COVID-19 or reduce the severity of the disease.

Since VD deficiency is a widespread health problem, functional foods fortified with this vitamin
have been attracting more and more consumer attention around the world in recent years [10]. A de-
tailed overview of such products, including country of origin information, is given in [3]. Fortification
is considered the most effective among the available medical interventions, but requires close attention
to studying the interaction of the introduced component with components of the food matrix of prod-
ucts. Ignoring this factor can lead to the loss of the added enrichment component during processing
and/or storage of the food product. From a chemical point of view, VD is sensitive to oxidation proc-
esses due to the presence of double bonds in the structure. In addition, factors such as light, oxygen
and high temperature can cause isomerization and degradation of the vitamin, leading to the formation
of its inactive forms. All these problems must be solved for the development of an effective and budg-
etary technology for introducing vitamin VD into food products.

Many foods are manufactured as emulsions. That is why, a promising solution is the introduction
of vitamin VD in emulsions by encapsulation [14,15]. In this way the VD can be protected from con-
ditions that lead to its degradation [3]. In this case, various emulsions should be considered as emul-
sion-based delivery systems of bioactive compound into the human body and they are of undoubted
interest for the food industry [16]. In recent years, particular interest has been attracted by the use of
nanotechnology in this area [17,18]. However, an emulsion in the macro- and nanoscale range is a
thermodynamically unstable system that is capable of destabilizing over time by sedimentation, floc-
culation, coalescention, Ostwald ripening and phase separation [19]. In addition, droplet size directly
depends on the stability of the emulsion, as well as on the optical, rheological and sensory properties
[20]. It has been shown that, smaller droplets can usually be formed when the viscosity ratio (the vis-
cosity of the oil phase to the viscosity of the aqueous phase) is close to unity. This indicates that
knowledge of the rheological properties of the material is becoming one of the important factors for
the development of technological processes for creating food emulsions [21] and would help to im-
prove the economic production of high-quality products [22].

Thus, the effective process of creating a food product as emulsion-based delivery systems of VD is
determined by two main factors: the stability of emulsions as the ability of an emulsion to resist
changes to its properties over time and the absence of vitamin degradation in the food matrix. This
should take into account the fact that the delivery systems should meet food-grade standards, both in
the formulation and in production methods [23].

In the last decade, the research has addressed with growing intensity the development of food-
grade delivery systems for VD. As an example, some summarized data from these studies, important
for the design of the developed emulsion, are presented in Table 1.

As can be seen from Table 1, even on such a small number of the above studies, in experimental
development, a fairly wide variety of types of emulsions, methods of their preparation and emulsion
components are used. But when choosing one or another methodology for obtaining emulsion-based
delivery systems as a commercial product, an economic criterion related to the cost of production be-
comes important. Taking into account all the above factors, in the section Emulsion structure design
and sampling, the choice of the objects of this study is justified.

The aim of this work was to study (i) the formation process and the stability of vegetable oil-in-
water emulsions as potential as emulsion-based delivery systems of VD (in form of D) in commercial
foods and (ii) rheological and microscopic parameters variation of such emulsions prepared in the
laboratory from the type of protein emulsifier.

Emulsion structure design and sampling

The above analysis of the literature data made it possible to optimize the design of the studied
emulsions using the authors' sample as a prototype [24]. But instead of rapeseed oil, sunflower oil was
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used as the fat phase with VD introduced into it. Such a replacement for a future commercial product,
firstly, is quite logical for economic reasons, given the price of both oils and the region of production
(Kharkiv Oblast, Ukraine). Secondly, it should be taken into account that in [25] the fact of an increase
in the preservation of VD with a decrease in the size of droplets was noted. Replacing rapeseed oil
(dynamic viscosity at 26 °C is 59.2 mPa-s [28]) by sunflower oil (dynamic viscosity at 26 °C is
48.8 mPa-s [28]) should lead to a decrease in the droplet size of the fat phase. The generation of small
droplets during homogenization depends on the ratio of the viscosity of the dispersed phase to that of
the continuous phase [29]. And thirdly, sunflower oil is more stable to oxidation due to the lower con-

tent of polyunsaturated and monounsaturated fatty acids in fatty acids composition [28].

Table 1. Some emulsion-based systems for delivery of vitamin D

Main results (emulsion

Type* MH** 0011 phase E10nu151ﬁer S‘Eablllzer, stability and vitamin D Ref.
(% w/w) (% wiw) (% wiw) .
degradation)
. — 5
rapeseed . carboxymethyl creaming stablhty IOQ &
C . whey protein and retention of vitamin D
HSH oil cellulose [24]
Oo/W (40) 2) (0.75) 93% after 7 days of storage
’ at 4°C in the dark
the highest protection of
gum arabic vitamin D (70-85 %) at
medium- (7), maltodex- 25°C after 30 days; the
. trin (2), minimum size of particles
C chain tri- . .
O/W MF Iveerides whey protein obtained were as [25]
&y 4) (0.5), 132-468 nm; the minimum
soy protein amount of vitamin D would
“) be oxidized in smaller
droplets
o droplet growth ratio was
. soy lecithin 0.141 after 14 days of stor-
ML canola oil  and tween 80 . .
S . S age; vitamin D retention [26]
O/W (7 with ratio 2:3 .
0,
) 76%:; values for droplet size
was 112.36 nm
The emulsions were stable
to temperature, most pH
P soybean  nanofibrillated values (3 to 7); good stabil-
O/W HP oil cellulose ity to long-term storage, [27]
10 0.3-0.7 with little evidence of
(

creaming; retention of vi-
tamin D >94%

* Type of emulsion: C — conventional; ML — multilayer emulsion; P — Pickering.
** MH (Method of homogenization): HSH — high-speed (rotor-stator); MF — microfluidization;
S— sonication; HP — high pressure

Emulsions (o/w) with different emulsifiers were used for research. In food technologies, surfactants
are widely used as emulsifiers, in particular, protein emulsifiers (Table 1), which are adsorbed on the
surface of the droplet, reducing the interfacial tension. In the process of stabilization of emulsions, the
molecular properties of proteins are manifested: structure, surface hydrophobicity and molecular
weight, which makes possible the formation of small droplets. In addition, milk and vegetable proteins
are natural emulsifiers [20]. Most edible emulsions usually contain a combination of protein and poly-
saccharides. The latter compounds are used as a thickening component and stabilizer. When certain
environmental conditions are created (pH, temperature, ionic strength), the interaction of these com-
ponents can be used as a factor for obtaining an emulsion and optimizing its stability [30,31].

There are two alternative ways in which emulsion droplets can be stabilized by a mixture of protein
and polysaccharide [32]. In this study, we used simultaneous adsorption principle by analogy with
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research [33]. According this method, first procedure is to prepare a mixed solution of the protein and
CMC, and then use the resulting protein—polysaccharide complex as the emulsifying agent during
homogenization. But it was taken into account that the WP—CMC interaction will not occur at a pH
close to neutral. Therefore, in emulsions stabilized with a mixture of WP and CMC, the polysaccha-
ride molecules remain unabsorbed on the oil drop. But research has shown [20] CMC can increase the
stability of emulsions by increasing the viscosity or gelation of the aqueous phase. As a result, the oil
droplets of the emulsion are blocked by the structure of the resulting gel, which prevents delamination
[31]. It should also be noted the effect of carboxymethylcellulose on the stability of emulsions under
conditions that simulate real conditions of digestion in the gastrointestinal tract [33].

Taking into account the information given in the literature sources discussed above, in this study,
samples of emulsions were used as objects, the composition of which is given in Table 2. The emul-
sions were made in triplicate at room temperature and the batch size was 200 g.

Table 2. Formulations of o/w emulsions weighing 100 g

Aqueous phase

Emulsion Emulsifier, Stabilizer, %}/1 F;lvlfvsvi
(%o w/w) (%o wiw) 0
EWP WPI (2.0) . ‘
EVP VPI (2.0) 0 pg :

Experimental Section

Reagent. Vitamin D5 powder (800 1.U./g) was purchased from Susin Biotech Co., LTD (Hefei,
China). Sodium carboxymethylcellulose (CMC) (reagent purity >99,5+£3%, viscosity of 2% (w/w) solu-
tion at 25 °C equals 1000-3000 mPa s) was received from Carl ROTH GmbH Co (Karisruhe, Ger-
many). Emulsion was prepared using double distilled water.

Materials. Raw materials were purchased from the following suppliers: skimmed milk powder
(content w/w: 1.5% fat, 32.0% protein) (PJSC Milk Canning Factory, Kupyansk, Ukraine); sunflower
oil TM Oleina refined, deodorized, frozen (w/w: 0.05-0.06% moisture, no more 12% saturated fat;
14-35% monounsaturated fat; 50-75% polyunsaturated fat) (Suntrade Subsidiary Enterprise, Ukraine).
Commercially available food additives Whey Protein QNT (78.3% w/w whey protein isolate) and
Vegan Protein QNT (pea protein isolate and rice protein with total protein amount 77.12% w/w)
(QNT, Belgium) was procured from the local supermarket in the city of Kharkiv, Ukraine.

Preparation of solution. A solution of a mixture of sodium carboxymethylcellulose and skimmed
milk (CMC+WPI) with concentration CMC (0.75% w/w) and protein (2% w/w) was prepared by dis-
persing the required amount of component in distilled water (per 100 g final solution) under continu-
ous stirring (1000 rpm) using a magnetic stirrer.

Preparation of emulsion. The oil-in-water (o/w) emulsions stabilized by proteins and CMC were
prepared as described [24]. Method is to prepare a mixed solution of the biopolymers, and then use the
resulting protein—polysaccharide complex as the emulsifying agent during homogenization.

Initially, for the manufacture of the studied emulsions, aqueous solutions of CMC (2% w/w) and
solutions of necessary protein components with a mass protein concentration of 10% w/w for samples
were prepared from weighed portions of the corresponding components according to formulation. The
nonsheared mixture were stirred and mixed at an appropriate ratio for at least 1 h. The pH of the mix-
ture was adjusted to 7 using 0.1 M NaOH. The emulsion was made by dispersing the oil phase (sun-
flower oil) in the necessary protein and CMC mixture for 5 min at 24000 rpm using an the IKA Dis-
perser T 25 digital Ultra-Turrax (IKA, Staufen, Germany) homogenizer combined with disperser
S25 N. The vitamin D; solution in ethanol was added to the mixture after 5 minutes after homogeniza-
tion to prevent vitamin oxidation by air.

Speed mixer for homogenization. In addition to the EMP emulsion, which was made by dispersing
the oil phase at 24000 rpm, an emulsion EMP1 of the same composition was used in the experiment.
But it was made by homogenizing the fat phase in an aqueous mixture of SMP and CMC at 11000 rpm
using high-speed mixer (Hungary).
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pH stability. All emulsions were freshly prepared and then adjusted to pH values 7 using 0.1 M
NaOH. This pH value makes it possible to obtain the smallest particle size of the dispersed phase, the
zeta-potential value is less -30 mV and retention (%) of vitamin Dj; at or above 90% using fatty phases
of different nature [34].

Measurements. The apparent viscosity of emulsions was determined by using a rotation viscometer
OFITE Model 900 Viscometer (OFI Testing Equipment,, Inc., USA). The device operated with a true
Couette coaxial cylinder with combination standard F1.0 spring (constant 386), rotor R1 (radius
1.8414 cm) and bob B1 (radius 1.7245 cm, height 3.8 cm) in variable speed range 1-1000 rpm with
speed accuracy 0.001 rpm. All measurements were carried out at shear rate constant 1.7023 s/rpm,
overall instrument constant 300 and maximum shear stress 0.0168 mN/cm?. Calibration Fluid Batch:
100 cP NIST N 132-80 (OFI Testing Equipment,, Inc., USA) was used to calibrate of viscometer at a
temperature of 298 K. The procedure for calibrating the viscometer, measurements, and calculation of
the effective dynamic viscosity were performed as in [35]. The combination of spring-rotor-bob used
in the study allowed measurements on the rotary viscometer described above to the shear stress value
157 Pa. This meant the possibility of measurements in the range shear rate 1-1200 s for dispersed
medium MED and emulsions EWP u EMP1. For the EMP and EVP emulsions, for this reason, data
were obtained only in the range shear rate 1-136 s ' and 1-42 s, respectively.

The particle size distributions and zeta potential of the emulsions were measured by dynamic light
scattering (DLS) distribution using a particle and molecular size analyzer (Zetasizer Nano ZS, Mal-
vern Instruments Ltd., Melvin, UK). This instrument determines the particle size from intensity—time
fluctuations of a laser beam (a 4.0 mW He-Ne laser with a wavelength of 633 nm) scattered from a
sample at an angle of 173°. Each individual measurement was an average of 10 runs. The particle size
and E-potential was measured for the fresh emulsions immediately after 1 h of production. The sam-
ples were diluted with double distillated water until a diluted solution viscosity of 1.9 mPa-s was
reached (approximately 1: 100—150 dilution ratio). For calculation of particle size and &-potential were
used values of optical parameters as follow: refractive index of 1.469 for the dispersed phase; refrac-
tive index of 1.333 for the continuous phase and droplet absorbance of 0.01. The particle size meas-
urements are reported as the average and standard deviation of measurements made on two freshly
prepared samples, with two readings made per sample. The Smoluchowski’s equation used for zeta-
potential calculations.

Stability of emulsion were measured according [36]. A graduated tube with a volume of 10 ml was
filled up to the upper mark with an emulsion. Then placed in centrifuges and centrifuged for 5 minutes
at 1500 rpm. Then this tube was placed in boiled water for 3 minutes and then centrifuged again for
5 minutes.

Creaming index (CI) of emulsion were measured as in [25]. An amount of 25 ml of samples was
placed in a tube and stored at 25 °C for 7 days after the preparation. With the passage of time, the in-
terface between the two phases was analyzed: the first phase was rich in oil, and the second phase,
which was turbid and more abundant in the lower part of the tube.

The pH of the emulsions were measured by 692 pH/Ion meter (Metrohm, Switzerland) with the ac-
curacy of 0.002 pH units using the combined LL pH glass electrode with temperature sensor Pt1000
(Metrohm, Switzerland), pre-calibrated with standard buffers (1.68, 4.01, 6.86, 9.18 and 12.45) at
25 °C.

All weighing operations were carried out on a balance IKEA (IKEA GmbH, Germany) with accu-
racy 0.01 g.

Data Treatment

Stability of emulsions in percent of emulsion intact were calculated from experimental data accord-
ing expression [36]:

Stability(%) = VKIOO% , (1)
0
where V is a volume of intact emulsion, V is a volume of emulsion’s sample.
Creaming index of emulsion as the percent ratio of the height of serum phase (bottom layer) HSP
and to the height of total emulsion HTE were calculated by expression:
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CI(%) = HSP 009 (2)
HTE
The obtained experimental data on the shear stress t versus the shear rate y were used to calculate
the effective dynamic viscosity 1 of the emulsions at ambient temperature according to the expression
3):

n=1/v. 3)
All calculations were performed automatically in the software ORCADA™ Model 900 software

(OFI Testing Equipment,, Inc., USA).

Statistic analysis

For the statistical analysis were used a one-factor analysis (ANOVA) for a series of parallel meas-
urements (n=3) with the statistical software package Minitab ver. 18.1 (Minitab Inc., USA). Value of
p<0.05 was considered statistically significant. The Tukey-Kramer honestly significant test was used
to determine significant difference between means. All data were expressed as the X+AX with X as
average value and AX as standard deviation.

The approximation of the experimental data was evaluated by two parameters: the correlation coef-
ficient R? and standard error o,

Results and Discussion

Emulsion curves of flow and model fitting. As you know, most food emulsions are non-
Newtonian liquids that exhibit thixotropic behavior. Indeed, the obtained rheograms for emulsions
demonstrate the typical behavior of fluids with a non-Newtonian flow in the range of the studied shear
rates. In addition, there is a characteristic hysteresis for the flow curves depending on the direction of
change in the shear stress. Thixotropy is an integral property of a structured dispersed system, in
which particles of a dispersed phase form aggregates, most commonly flocculates. Equations of flow,
according to literature data, characterize the equilibrium state of flow in the presence of some equilib-
rium structure. Rheology studies of highly flocculated gels are difficult due to poor reproducibility of
sample preparation, sensitivity to shear history, and preparation conditions [37]. However, weak or
reversible flocculation allows the destruction and re-formation of aggregates with the achievement of a
metastable thermodynamic state. Taking this fact into account, in further experiments to obtain a flow
curve close to the equilibrium state, sequential measurements were carried out (T 1),where T — means
viscosity measuring with increasing shear rate, and 4 — conversely. The curves presented in the fol-
lowing discussion refer to (T) measurements. Taking into account the comments made, the flow
curves of CMC solution (0.75% w/w) and CMC+WPI with concentration CMC (0.75% w/w) and pro-
tein (2% w/w) and the studied emulsions are shown in Fig. 2. In addition, this figure has shown a
curve for a dilute emulsion EMP with a viscosity 1.9 mPa-s. This diluted emulsion was used in the
experiment to determine the size distribution and zeta-potential by the DSL method. The curve is lin-
ear (R*=0.9955) with practically zero intercept, which confirms the Newtonian type of flow with a
constant viscosity (1.9 mPa-s). The rest of the curves, including the CMC and mixed CMC + WPI
solutions, have a non-linear dependence shear stress versus shear rate (Fig. 1).

To approximate the obtained experimental data, we considered the most commonly used (for food
materials) to study the relationship between the shear stress and shear rate of the model [21]: power-
law (4), Herschel-Bulkley (5) and Casson (6):

=Ky’ 4)
T="1,+KY" (5)
where 1 is shear stress (Pa), 1o is yield shear stress (Pa), v is shear rate (s '), K is consistency coeffi-
cient (Pa s"), n is flow behavior index (dimensionless),
1/2, 1/2

=T iy (6)
where 1/ is the yield stress, n,, is the Casson viscosity, which relates to the high shear rate viscosity.

The above models are widely used to describe various food systems. Their disadvantage is the physi-
cal unreasonableness of the exponent index n. However, in some rheological studies, the constant n is
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considered as the shear thinning index. This describes the degree to which a material is shear thinning
(n<1, pseudoplastic) or shear thickening (n>1, dilatant). For n=1 we have Newtonian behavior. The
above also applies to the uncertainty of the consistency coefficient. Table 3 summarizes the results of

the evaluation of parameters of power-law model.

160 ® CMC+WPI
o EWP 12 4
140 v EMP1
A EMP 10
120 m EVP
o EMP for DSL
100 ¢ CMC 81
T &0 Q
5 b = 64
60 4
p 4 CMC+WPI
40 EWP
D EMP1
20 % 2 EMP
: EVP
0
r T T T 1 0 T
0 200 400 600 800 0 20
.87 y12
Figure 1. Curves of flow for solution CMC and Figure 2. Curves of flow as T versus y'? plot (dots are
CMC+WPI, and emulsions (dots are experimental data;  experimental data; the lines are the results of approxima-
the lines are the results of approximation by the eq. 4) tion by the eq. 7)

Table 3. Coefficients the flow equation of the power-law and Herschel-Bulkley models

Sample Ty, Pa K, Pas" n R? Oest
Herschel-Bulkley model
EWP 0.2+1.4 6.910.5 0.42+0.01 0.9987 1.6
EMP1 -0.6 8.840.5 0.42+0.01 0.9994 1.2
EMP -8 2946 0.34+0.03 0.9969 2.4
EVP -295 4442 0.291+0.011 0.9912 34
Power-law model
EWP 7.0£0.2 0.418+0.004 0.9987 1.6
EMP1 7.840.1 0.424+0.003 0.9994 1.2
EMP 24+1 0.360+0.008 0.9969 2.2
EVP 4442 0.291+0.011 0.9912 33

The analysis of the results (Table 3), carried out on the basis of a comparison of the correlation co-
efficient and the standard deviation of the experimental data from the data that were calculated using

the nonlinear regression equation showed:

1) the best approximating ability, according to the adopted criteria, is possessed by the power-law
model (4), which in the further analysis of the curves of the dependence of the shear stress on the

shear rate was taken as the basis (Fig. 1);

2) when calculating by the Herschel-Bulkley model, statistically insignificant or negative values of
yield shear stress yield shear stress 1o, were obtained for all emulsions, which has no physical

meaning;

3) curves in the coordinates 7> —y"?>of Casson model had a pronounced nonlinear character
(Fig. 2), which indicated that there was no need for calculations using a straight-line dependence

(eq. 6);

4) the calculated values of n less than 1 for all systems indicate their typical pseudoplastic flow (tak-

ing into account 1y = 0 according to (eq. 4);

23



Design, rheology and microstructure of food-grade emulsion-based systems for delivery of vitamin D

5) anincrease in K and a decrease in n in the series of emulsions EWP <EMP <EVP testifies in fa-
vor of an increase in the structuredness of the resulting emulsions.

The obtained K value for the EWP is in good agreement with the similar value obtained for the
emulsion with whey protein, taking into account the higher viscosity of rapeseed oil [24].

Earlier, in [35] to describe the behavior of aqueous solutions of food gelling agents for the analysis
of the obtained curves of flow, we used the generalized flow equation of the Casson rheological model
[38]. Initially, this model was developed for polymer melts [39], but it is suitable for describing dis-
persed systems, including emulsions and suspensions [40,41].

The rheological behavior of the system within the framework of the discussed model is explained
by a change in the structure, which is understood as a certain arrangement in space of individual or
interconnected particles, in our case, emulsion drops. The structure is characterized by the size distri-
bution of particle aggregates, the shape of the particles or aggregates, the internal structure of the ag-
gregates and their orientation in space. This model is a generalization and extension to real systems of
the classical microrheological model Casson [42] with an additional interpretation of the coefficients
of this model based on the kinetic equations of destruction — recovery of structural aggregates of the
Kross model [43]. The proposed mechanism of viscous flow is associated with the dissipation of the
energy of this flow when flowing around a set of aggregates and individual particles under the condi-
tion of their hydrodynamic interaction, the possible destruction of aggregates due to breaking hydro-
dynamic forces and unification during collisions of particles and aggregates [38]. The generalized flow

equation for this approach is represented by the expression (7):
12, 1/2
e R (7)
Xty

where values 1,"%,%,m,"> — are integral characteristics of a structured system, in our case, emulsions.

Their values are obtained by approximating the experimental data of flow curves in a wide range of
shear rates in the region where an increase in shear stress is observed. Unlike expressions (4)—(6),
these parameters have a physical meaning based on the kinetic model of destruction-recovery of struc-
tural aggregates of the system [44]. This meaning becomes clear if we take into account that the first
term of eq. (7) corresponds to energy dissipation in the flow around particle aggregates, and the sec-
ond — to energy losses during the movement of individual particles. The coefficient t /> characterizes
the degree of aggregation of the system and takes on the meaning of the limiting dynamic shear stress
only under the condition y — 0. The coefficient ¥ indicates a tendency towards the formation of an

infinitely large aggregate of particles and is associated with the looseness or compactness of an indi-
vidual aggregate of particles. It determines the plastic or pseudoplastic behavior of a structured sys-
tem. These coefficients are related to the parameters of the kinetic equation, which considers the mo-
tion of particles in a viscous medium, which aggregate upon mutual collision, and are separated under
y2 4

the influence of thermal motion and hydrodynamic tensile forces. Casson viscosity coefficient '~ is

equal to the viscosity of the system with complete destruction of the original aggregates, i.e., it is as-
sociated with the flow of a viscous dispersion medium around individual particles. From this it follows

that the parameter 1, can be considered as the total viscosity of the system with the complete destruc-

tion of the associates of the dispersed system [41].

In [41] the authors emphasized that the calculation of the coefficients of the approximating expres-
sion for curves of flow largely depends on the choice of the shear rate range. This is especially true
when considering the range of high shear rates. The authors of the aforementioned work proposed a
choice of different values of the coefficients of the rheological equation in the field of high and low
speeds. To analyze the influence of the choice of the shear rate range on the values of the coefficients
eq. (7), a calculation was carried out for emulsions EWP and EMP1, for which experimental data were
obtained in the maximum range 1-1191 s™' (Table 4, Fig. 2). The same data was processed in a nar-
rower shear rate range 1-51 s '. Comparison of the results obtained indicates their significant differ-
ence. This is noted for all considered coefficients eq. 7. It should be noted that the values of the coeffi-
cient y in the region of low velocities are always significantly less than in the region of high shear
rates. This indicates a tendency for the formation of a continuous framework (network) in the case of
low flow rates and a transition to the plastic type of flow. The results obtained confirm the conclusions
of the calculations [41].
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Table 4. Coefficients the generalized flow equation of the Casson rheological model

Calculation parameters

Sample Shear rate Points Te " X ncl/z R’ Oest
range,s ' number
Solution (aqueous phase of emulsion EWP)
CMC 1-51 6 1.89+0.18  0.53+0.20 0.13+0.02 0.9953  0.059
1-680 13 2.59+0.12 1.24+£0.19  0.079+£0.005  0.9956  0.069
CMC+WPI 1-51 8 1.43£0.18  0.17£0.19 0.25+0.02 0.9928  0.054
1-680 23 2.3140.07 1.00£0.11  0.147+0.003  0.9984  0.054
Emulsion
EWP 1-51 8 4.5540.20 1.37£0.10 0.33+0.02 0.9997  0.023
1-1191 27 6.94+0.10  2.63+0.10  0.151+0.005 0.9994  0.063
EMPI 1-51 8 5.04£0.11 1.3340.05 0.32+0.01 0.9999  0.014
1-1191 27 7.06£0.14  2.40+0.13  0.182+0.005  0.9989  0.094
EMP 1-51 8 9.13+0.91 1.31+£0.23 0.31+0.09 0.9970  0.111
EVP 1-42 10 13.0+1.8 1.26+0.31 0.17+0.18 0.9886  0.209

Taking into account the remarks made, in further analysis for a correct comparison of rheological
data, calculations for eq. (7) were carried out for all systems in the same range of shear rate, limited by
values 1-51 s™'. The exception was the EVP emulsion, for which the entire experimental data range
was used (less than that used in calculations for other samples).

Data analysis of Table 4, can be summarized:

1) the generalized flow equation of the Casson rheological model has the best approximating ability in

relation to the power model according to the criterion under consideration G,y;

2) coefficient ’Ecl/ *, characterizes the degree of aggregation of the system, increases in the series of

emulsions EWP-EMP-EVP and indicates an increase in structuredness in this series;

3) it is obvious that the formed EWP emulsions are more structured in comparison with the dispersion
medium (aqueous phase of emulsion EWP), the coefficient of the degree of aggregation of which is
3 times higher;

4) obtaining values y > 0, confirms the conclusion about pseudoplastic behavior of emulsions ob-
tained on the basis of the power model;

5) in the series of emulsions EWP-EMP-EVP pseudoplastic behavior, based on a statistical assess-
ment, practically does not change;

6) CMC solution has a higher degree of particle aggregation than CMC solution with added WPI pro-
tein;

7) sample CMC + WPI is a non-linear plastic fluid (y — 0), at least to a greater extent than the CMC
solution, which can be classified as pseudoplastic fluids;

8) the total viscosity of the system with the complete destruction of any associates is practically the
same for all emulsions, as evidenced by the parameter 1., the exception is the EVP emulsion, but

in this case it is observed as a result of the choice of points for approximation and a greater statisti-
cal estimate of the obtained value.

When commenting on the results, it should be noted that the introduction of protein into the CMC
solution leads to a system with a more plastic flow, which is confirmed by a decrease in the coefficient
x. At the same time, the degree of aggregation of particles in the system decreases. These facts indi-
cate the presence of a more compact and durable structure.

Apparent viscosity. As seen from Fig. 3 and 4, the viscosity of all studied systems depends on the
shear rate or stress, which is typical for non-Newtonian fluids. As the shear rate increases, the viscos-
ity decreases. The viscosity increases with the range of emulsions EWP=EMP1<EMP<EVP.

The value of the viscosity of the EWP emulsion significantly, almost by an order of magnitude,
prevails the same indicator for the dispersed medium CMC + WPI (these data are not shown in the
figures). This indicates that the main contribution to the viscosity of the emulsion is made by the effect
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associated with the colloidal interaction of the components of the emulsion. And the viscosity of the
solution of 0.75% CMC as a thickener increases the viscosity of the emulsion, according to approxi-
mate calculations, up to 30%.

There are two things to note (Fig. 3). The first of them shows that the EMP emulsion, created by
homogenization at a rotation speed of 24000 rpm, has a higher viscosity at a certain shear rate value
than the same EMP1 emulsion, but obtained at a speed 14000 rpm. Another fact is related to the fact
that, as can be seen, the viscosities of the EWP and EMP1 emulsions are equal and have the same
rheological behavior during shear. Based on this, we can assume a hypothesis about their identity re-
garding stability over time. It is based on a study [24], in which an emulsion based on WPI prepared
by the same method and differing only in the nature of the rapeseed oil had a high VD stability (Ta-
ble 1). This suggests similar results for the EWP emulsion. Taking into account the ratio of the vis-
cosities of the studied emulsions, this assumption can be extended to the rest of the emulsions. So far,
this is a hypothesis requiring experimental confirmation in future research.

Homogenization at 24000 rpm was also used to obtain an emulsion on rapeseed oil with WPI. In
our case, simpler and cheaper equipment was sufficient to obtain an emulsion with similar rheological
properties. This is an important economic factor in the practical implementation in production. Using
the same homogenization conditions (24000 rpm) in this study, an emulsion with better rheological
properties is obtained, and, presumably, more stable.
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Figure 4. Viscosity (Pas) curves on shear stress (Pa) in
double logarithmic coordinates
(dotted lines shows schematic full viscosity curve from

Figure 3. Logarithmic of viscosity (Pa-s) versus shear . X
eq. (10); dots at Igzr=4 and on ordinate axis shows

rate for emulsions
(lgn,) and zero-shear viscosity plateau (lgr,) for

EMP emulsions, respectively)

The most common type of non-Newtonian behavior is shear thinning or pseudoplastic flow, where
the fluid viscosity decreases with increasing shear stress (Fig. 4). Shear thinning is the result of micro-
structure restructuring occurring in the plane of applied shear. Typical such flow curves for shear thin-
ning fluids with a zero shear viscosity 1, (viscosity shows a plateau as the shear rate approaches zero)
and an viscosity of system viscosity with complete destruction of associates 1., (identical in meaning
to the value n. in eq. (7)). Both values characterize a structured and completely destroyed (aggregated
structures can be broken down) emulsion with Newtonian behavior at very low and very high shear
rates. In this study, only the "shear thinning" area was achieved. In double logarithmic coordinates
lgn—lgy the specified area for all emulsions looks like a linear one (the graph is not presented in the
article).

At low shear rates, dispersed systems with pseudoplastic behavior tend to preserve an indestructible
structure as a result of the action of two factors: the interaction of particles and the effects of Brownian
motion. This structure is characterized by a constant viscosity value, 1o, termed the zero-shear viscos-
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ity or zero-shear viscosity plateau. The generalized flow equation (7) of the Casson rheological model

with considering eq. (3), can be converted to form:
1/2

771/2 — c — + 775/2 (8)
Xty
Value ng o 1s viscosity of emulsion at the shear rate approaches zero:
1/2
T

) =——+n," at y >0, ©)

X

on the other hand:

77;/2 5772,/2 at y > 0. (10)

Calculated by eq. (9) the values 1 are schematically shown in Fig. 4 as dots on the ordinate with
dashed lines perpendicular to the axis, denoting a plateau on the rheological curve with a constant
viscosity. For the studied emulsions, the values are 13.3, 16.9, 53.0 u 110 Pa-s, increasing in the series
EWP< EMP1<EMP<EVP.

If the coefficient y is equal to zero, which can be roughly attributed to the WPI + CMC system,
then the dimensions of the unit increase indefinitely at y — 0. In this case, a nonlinear plastic flow is

observed with value 1. as yield shear stress. This means a tendency to form a continuous framework
(network) at zero shear rate [45]. For the studied emulsions y is greater than zero (Table 4) and pseu-
doplastic flow is observed. This behavior is characterized by the size of the aggregates of the system
with finite dimensions at an infinitely low shear rate. The flow of these units corresponds to the vis-
cosity of the system ny. This characteristic for dispersed systems is in a good correlation with the rate
of creaming or sedimentation and 1y may be used to assess the flocculation of the dispersion on stor-
age [46]. As a rule, its increase is observed with increased flocculation of the system.

With an increase in the value of y the difference in the values of the viscosities of the emulsions
almost disappears (comparison of the values 1. in Table 4), which is due to the fact that at a significant
bias voltage, the structure of the emulsion is completely destroyed and ratio (10) is satisfied. From
Table 4 it can be seen that the calculation of this value depends on the data range. But from an exam-
ple of calculation for emulsions EWP and EMPI, it can be assumed that for all studied emulsions,

12

when choosing the same and wide range of values y the calculated value n '~ will be in the range of

0.15-0.17 for all emulsions, which gives a value of 1, in the range 0.02-0.03 mPa-s. Fig. 4 schemati-
cally shows, as an example, the full viscosity curve for EMP taking into account the calculated values
Mo and 1.

Size distribution of particles. The parameters that characterize the change in the structure of the
emulsion due to a certain arrangement in space of individual or interconnected particles were obtained
when discussing the data of rheological studies within the framework of the structural approach. This
arrangement is characterized by the size distribution of particle aggregates, the shape of particles or
aggregates and the internal structure of the aggregates. To explain the data of the rheological experi-
ment, an DSL experiment was carried out to study the microstructure of the obtained emulsions.

The DLS method is used to study the stability of suspensions or emulsions and to evaluate the
properties of the dispersed phase, such as particle size and volume fraction [47]. Moreover, the zeta
potential of emulsion particles determined by this method can be used as a formulation optimization
tool to achieve the desired colloid stability and size distribution. The researched emulsions had a mul-
timodal distribution with tree peaks by volume (Fig. 5), with the majority of droplets having diameters
which are given in Table 5.

The first peak on all three histograms, having particle size classes in the range of 100-200 nm, is
represented by aggregated molecules of the emulsifier and thickening agent in a dispersion medium
that are not adsorbed on the surface of droplets of the fat phase. The presence of such particles in sys-
tems is clearly shown on the histograms size distributions by number (Fig. 6). As seen from Fig. 6, the
number of non-adsorbed molecules significantly exceeds the number of fat droplets, but due to their
small size, their contribution to the volumetric distribution does not exceed 12-13%. When they are
introduced into an aqueous dispersion medium, a sufficiently dilute suspension is formed, which coex-
ists in the aqueous phase of the emulsion with the rest of the system.
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Table 5. Zeta potential and average size of particles according data of DLS distribution for emulsions

- - Peak
3 ' Z.average Polydispersity eaks (mean), pm
Sample  potential,  diameter, id
mV um tndex Molecules peak Drops peak Flocs peak
EWP -61=£1 1.7£0.1 0.547 0.14£0.02 (12%)  1.3£0.1 (67%) 5.2 (21%)
EMP —7342 3.240.3 0.508 0.15£0.02 (13%)  1.1+0.3 (72%) 5.3 (15%)
EVP -101+2 4.140.3 0.620 0.0940.02 (n.a.) 1.0£0.3 (n.a.) >10
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Figure 5. Measured particle size distributions by volume of EWP (@) and EMP (b) emulsions
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Figure 6. Measured particle size distributions by number of EWP («) and EMP (b) emulsions

The remaining two peaks on the histograms should be attributed to a relatively broad bimodal dis-
tribution of emulsion droplets. This bimodal distribution is an integral part of numerous edible emul-
sions. Its presence is explained by the processes of droplet flocculation or coalescence in emulsions
[19]. Specified structural elements of the emulsion may have non-spherical shapes, e.g. flocculated
droplets with open packing. At the same time, it should be noted that this method considers the dif-
fraction of light by spherical particles. The mathematical model of the theory used in the calculations
assumes the presence of particles with isolated homogeneous spheres and well-defined optical proper-
ties. Flocculated droplets, on the other hand, form rather loose, non-spherical, and heterogeneous
structures that have poorly defined optical properties. The floc-like emulsion droplet size distributions
determined by laser diffraction should be considered as approximate. And in some cases, as with EVP
emulsion, the sizes of such particles exceed the limit of the method and cause the problem of the im-
possibility of obtaining quantitative indicators.
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The formation of floc-like emulsion in our study, as noted above, is evidenced by the presence of
hysteresis in the shear stress versus shear rate curves. This behavior is typical for dispersed systems
with weak flocculation [46]. Thus, the second and third peaks in the histograms (Fig. 5) should be
attributed to the distribution of emulsion drops and flocculated droplets, accordingly.

As can be seen from Table 5, non-flocculated emulsion droplets make up about 70% of the sample
volume. The size of such droplets decreases in the series of emulsions EVP <EMP <EMP1 <EWP.
While due to flocculated droplets in the same series, the opposite trend is observed and an increase in
Z-average diameter and PI.

Comparison of rheological data and DSL data allows us to conclude that the viscosity of emulsions
at a certain value of the shear stress is higher for emulsions with a larger average size of fat droplets.

This tendency is typical for flocculated emulsions. [19]. The coefficient ’Ecl/ * calculated using the gen-

eralized flow equation (7) of the Casson rheological model, characterizes the degree of aggregation of
the system and correlates well with the value Z-average diameter (Fig. 7).
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Figure 7. Correlation between different diameters of emulsion droplets and the aggregation coefficient t,

In [41] based on calculations by the generalized flow equation of the Casson for model emulsions
(o/w), a result was obtained, according to which, at the same volumetric oil concentration, an increase

in the droplet diameter leads to a decrease in rcl/ u nc'/ g

[38]. However, these studies used systems with a rather narrow monomodal particle size distribution.
12

. A similar result was noted for suspensions

In our case, such dependence is observed if we consider the dependence of the value t,’" on the size

of non-flocculated drops (Fig. 7). But this value can hardly be regarded as a characteristic of the emul-
sion as a whole. This option is possible if the rheological behavior of the emulsion without and with
floccules is identical, which is far from obvious and requires experimental confirmation. In our study,
we should state the fact that the presence of 20% in the volume distribution of droplets aggregated into
floccules leads to a different dependence, if we consider the value of the Z-average diameter as a char-
acteristic of the particle size distribution in emulsions.

Zeta-potential. &-potential is a measure of electrostatic interaction (repulsion or attraction) between
particles, and its change carries information about the state of the interface of coexisting phases. Such
information is very important and directly characterizes the factors influencing the stability of dis-
persed systems. From a practical point of view, the measurement of zeta potential allows for a deeper
understanding and better control of the mechanisms of dispersion, aggregation or flocculation, and can
be used to improve the properties of dispersed systems in the form of emulsions and suspensions dur-
ing the development and production stages.

As can be seen from Table 5, negative values were obtained for all emulsions &-potential. The dis-
tribution of the number of particles from the zeta potential is characterized by a peak with a rather
wide shape with a range of values from -20 to -150 mV. This fact is not surprising, considering that
commercial protein products with a predominant protein content, but with the presence of a certain
amount of additional ingredients, were used as emulsifiers. In the case of SMP and VPI, it is also a
mixture of proteins of different nature. Therefore, if for EVP a wide but single peak was obtained, then
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for EWP and EMP the distributions are more complex with several local peaks (Fig. 5 and 6). It is
impossible to take into account the influence of all particles in a real system. However, by comparing
the nature of the curve, the parameters of the peaks and the signs of the charge, one can draw up a
certain qualitative picture and interpret the parameters as factors of the stability of emulsions.

A significantly predominant number of particles (more than 90%) of the system, regardless of the
form of distribution, have a zeta potential value much less than the threshold value -30 mV. From the
point of view of the classical DLVO theory, this fact and the sign of the potential indicates the exis-
tence of strong repulsive force as factor for the stability of emulsions [19]. The sign of the potential is
due to the phenomenon of adsorption of molecules of negatively charged particles on the surface of fat
droplets. The formation of such particles in the studied emulsions is due to protein molecules. Protein
as a polyelectrolyte forms negatively charged particles when the pH value of the medium exceeds the
value of the isoelectric point of the protein. According to the literature, for WPI this is a value of about
4.6, and at pH = 7 of the dispersion medium of emulsions, the zeta potential reaches —24.3 mV [48].
The authors of [49] give zeta potential of skim milk, evaluated over a wide pH range, and values re-
ported in literature for various milk proteins. Isoelectric points for SMP proteins are within the pH
range of 4-5, and for skimmed milk about 4.6. With a pH value of the dispersed medium equal to
7 zeta potential of protein and skimmed milk is in the range of —30...—40 mV. The VPI used in the
experiment contains pea protein isolate and rice protein concentrate. Globulins (referred to as legumin,
vicilin and convicilin) represent roughly 70% of pea seed proteins and the glutelins are the major rice
storage proteins [50,51]. Globulins can be used as gelling agents. The isoelectric point for WPI is 5.60
[52]. RPC, principally composed of glutelins as globulin-type subunit in form of monomer or polymer,
shows a poor solubility with a minimum at pH 4.5 and maximum solubility in water near pH = 8, and
zeta potential equal to —13.1 mV [53]. Thus, with the exception of the casein of SMP protein, all used
protein emulsifiers have a globular structure. The data presented confirm dissociation for all proteins
in a neutral medium with the formation of negatively charged particles with a zeta potential in the
range —20...—40 mV. This is the distribution of particles with a peak in this area observed for the EWP
and EMP emulsions. In the EVP emulsion, the presence of particles with a similar zeta potential value,
but without a local peak was also observed. If we also take into account the fact of the presence of the
first peak in the size distribution histograms (Fig. 6) in the region of 100 nm, then we can conclude
that there are non-adsorbed protein molecules in all studied emulsions. However, the CMC polymer
molecules may also contribute to this peak. The dissociation of the anionic polysaccharide is accom-
panied by the formation of negatively charged particles, which can contribute to the distribution of the
negative zeta potential in the system.

And finally, a variant of co-adsorption of fat particles is a protein molecule and a polysaccharide,
which was used by the authors to create an emulsion using a mixture of whey protein isolate and CMC
[24,33,54]. According [55], when proteins and polysaccharides, or polyelectrolytes are mixed, three
different scenarios are possible: (i) segregative phase separation, (ii) cosolubility, and (iii) associative
phase separation or complex coacervation. The state diagram for a weak anionic polysaccharide with a
globular given by the authors, obtained by generalizing numerous literature data, shows that at
pH =5-7 and zero ionic strength (absence of electrolytes) there is a possibility of scenario (ii). It
means, that solubility of both polymers or lower formation of soluble or intrapolymer complexes (car-
rying excess net charge). Weaker reversible complexes tend to be formed between anionic polyelectro-
lytes and proteins carrying nearly zero overall charge (in isoelectric point of protein) or a net negative
charge (at pH slightly exceeding the isoelectric point) [32]. In this case, a layer of biopolymer layers is
formed at a planar oil — water interface, which represents a mixed layer from simultaneous adsorption
in the form of charged complexes. In our study, we used the method of emulsion stabilization at a pH
close to neutral, which should be considered as a significant excess of the protein isoelectric point.
Therefore, in emulsions stabilized with a mixture of WP and CMC, the polysaccharide molecules re-
main unabsorbed on the oil drop. For those non-adsorbing polysaccharides that do not form complexes
with proteins, the mechanistic control of emulsion rheology and stability arises from thickening and
gelling effects in the continuous aqueous phase, and also the generation of aggregated emulsion struc-
tures through depletion flocculation [56]. Authors [57] a study was carried out (o/w) emulsion contain-
ing 10-40% sunflower oil, stabilized by -lactoglobulin with 1% emulsifier. Shown to form depletion-
flocculated emulsions, by addition of the polysaccharide CMC to emulsions that were at pH 6.7.
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The indicated literary sources confirm the data obtained in our study on the size distribution of par-
ticles and zeta potential. The process of flocculation of emulsion droplets is a destabilizing factor for
emulsions, but how critical it is for obtaining the final product can only be confirmed by an experi-
mental study of the stability of emulsions over time.

Stability of emulsions. Conducted according to the standard of Ukraine DSTU 4560: 2006 [36]
studies on the stability of emulsions showed the result, according to which the Stability indicator was
equal to 100%. The indicated value was obtained for all studied emulsions, regardless of the type of
emulsifier used. Similar results were obtained in the study CI. Thus, the results obtained indicate the
existence of partial flocculation of the studied emulsions. This process is explained by non-adsorbing
of biopolymer CMC due to depletion flocculation. But the speed of the further process of aggregation
of systems does not affect the stability of the emulsions during the studied time interval.

These facts testify in favor of the economic criterion in the form of the cost of raw materials for
choosing an emulsifier when creating an emulsion-based delivery system. And despite the increased
amount of SMP emulsifier in the emulsion formulation, due to the lowest protein content, this particu-
lar ingredient should be considered as the main one in further research and technology developments
of fortified vitamin D foods.

Conclusions

This study focused on the influence of surfactant type on the formation and stability of surfactant-
based colloidal dispersions as emulsion-based delivery systems of vitamin D. The objects were (o/w)
emulsions containing 40 (% w/w) sunflower oil, stabilized (as an emulsifier) with a mixture of protein
with a content of 2 (% w/w) and carboxymethylcellulose 0.75 (% w/w). The proteins used were com-
mercial products in the form of isolates or concentrates: whey protein, skimmed milk powder and ve-
gan protein. In the course of this work, rheological data for the indicated emulsions were obtained on a
rotary viscometer in shear rate range 1-1191 s™'. All of these systems have typical flow curves for
shear thinning fluid with thixotropic behavior. This fact shows that rheological studies can be used to
study the state of flocculation of emulsions. Weakly flocculated dispersions usually exhibit thixotropy
and the study of the parameters characterizing its change over time can be used as an indicator of the
aggregation force of the particles of the system, as well as the type of flocculation.

The obtained experimental flow curves were approximated by power-law, Herschel-Bulkley and
Casson equations. Analysis of the calculations showed that the power-law model has the best ap-
proximating ability. The values calculated within this model indicate that all emulsions are structured
systems with shear thinning or pseudoplastic flow. The value of consistency coefficient increased, and
the flow behavior index decreased in the series of emulsions EWP <EMP <EVP, which indicated an
increase in the structuredness of the resulting emulsions. To quantitatively confirm this conclusion,
calculations were carried out within the framework of the structural approach based on the generalized

Casson rheological model. The calculated coefficients t,”?, characterizing the degree of aggregation

of the system increased in the indicated series of emulsions. The obtained values y > 0 confirmed the
pseudoplastic behavior. The contributions of the integral characteristics of the associates of macro-
molecules 1y and individual particles 1., calculated from the experimental data during their hydrody-
namic interaction in the process of viscous flow made it possible to quantitatively characterize the
dependence of the change in the effective viscosity on the change in the nature of the emulsifier of
emulsions.

For a possible explanation of the obtained data of the rheological experiment, an experiment was
carried out to study the microstructure of these emulsions using light scattering techniques. The re-
searched emulsions had a multimodal distribution with tree peaks by volume. The first peak in all
three histograms, having particle size classes in the range of 100-200 nm and a contribution to the
volume distribution not exceeding 5%, is represented by aggregated molecules emulsifier and thicken-
ing agent that are not adsorbed on the surface of fat phase droplets. The other two peaks belong to
bimodal distribution of drops in typical floc-like emulsion. Non-flocculated emulsion droplets make
up about 70% of the sample volume, their size is about 1.0—1.3 um and decreases in the series of
emulsions EWP<EMP<EVP.

The calculated electrophoretic mobility is converted into zeta potential values. The obtained zeta
potential values of emulsions EWP, EMP and EVP have the values —59.5, -72.3 and —101 mV, re-
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spectively. From the point of view of the classical DLVO theory, this indicates the existence of strong
repulsive force as factor for the stability of emulsions. The sign of the potential and its value indicate
the process of adsorption on the surface of the fat phase of weaker reversible complexes, that to be
formed between anionic polyelectrolytes and proteins. The presence of flocculated particles is ex-
plained by the fact that non-adsorbing polysaccharides that do not form complexes with proteins, ca-
pable of generating generation of aggregated emulsion structures through depletion flocculation.

Despite the destabilizing factor in the form of the formation of flocculated particles, we found that
all surfactant was capable of forming stable emulsions. Thus, we can conclude that regardless of the
choice of the type and nature of the protein emulsifier — animal or plant origin, all studied systems can
be considered for use as emulsion-based delivery systems of VD. But, you should pay attention to the
fact that the cost of skimmed milk powder, in comparison with food additives containing proteins of
various nature in high concentrations, is much less. From an economic point of view, cost is one of the
key factors in the development of commercial food technology. Studies have shown the combination
of this emulsifier with carboxymethylcellulose gives good results in terms of obtaining stable emul-
sions with the required rheological characteristics even when using less expensive homogenization
equipment.

The resulting emulsions can be used as a basis for the production of vitamin D-fortified foods, in
particular for dairy products. However, the full development cycle of such products should include
tasks related to the study of the safety of VD in the food matrix and verification of its bioavailability
during the digestion process.
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C.M. I'y6ebkuin*, O.®. AkcboHoBa*, B.B. €snaw*, A.C. BanaKT, AM. J'laryTaT, O.M. KanyriHT. [w3aiiH, peonoris
Ta MiKPOCTPYKTYpa CMCTEM Ha OCHOBI Xap4YOBUX eMYIbCill ANA AOCTaBkM BiTamiHy [.

* XapKiBCbKUI OepXaBHWUIA yHIBEPCUTET XapdyBaHHSA Ta Toprisni, kadpegpa ximii, mikpobionorii Ta ririeHn xapyy-
BaHHS, Byn. KnoukiBcbka, 333, 4, Xapkis, 61051, YkpaiHa

T XapkiBcbkuin HauioHanbHWUA yHiBepcuTeT iMeHi B.H. KapasiHa, ximiyHuiA chakynbTteT, kadenpa HeopraHiyHol
ximii, marigaH Ceoboawn, 4, Xapkis, 61022, YkpaiHa

36arayeHHs1 XxapyoBUX NPOAYKTIB BiTaMiHOM D mae Kinbka obmeXeHb, OCKiNbKM Li CMOoMyKM MOXYTb po3Knaga-
Tucsa abo 3a3HaBaTy HebaaHuX 3MiH Mig Yac TexHonoriyHoi 0bpobku i 30epiraHHs. MeToto uiei nybnikauii 6yno
[OCNiOXEHHsT PeororiYHMX BNacTUBOCTEN i MIKPOCTPYKTYPU eMYNbCill Anst 30arayeHHsi XxapyoBUX NPOAYKTIB BiTa-
MiHOM D3. B sIKOCTi Takmx emynbcCiii BUKOPUCTOBYBanv eMyrbcii TUny macno-B-sogi, wo oynu ctabinizoBaHi cymi-
Wi pisHMx GinkiB (i3onaTyn cupoBaTkoBOro Binka, Cyxoro 3HEXUPEHOro Monoka Ta CyMilli pocnuHHKUX Binkis) B
AKOCTi emynbratopie i kKapbokcMmMeTMnUenonosm SK 3arycHuka. ExcnepvmeHTanbHo 6yno Bu3HayeHO Hanpyry
3CyBYy N eeKTMBHY AMHAMIYHY B'A3KiCTb €MyrbCil B LUMPOKOMY fiana3oHi LWBUAKOCTEN 3cyBy. AnpoKCMMaLiero
eKcrneprvMeHTanbHNX KpUBMX Tedii 3a JONOMOrY CTENEHEBOrO PiBHAHHSA Gynn po3paxoBaHi 3Ha4yeHHs koedilieHTa
KOHCUCTEHUi i NokasHuKa TekyyocTi. OTpumaHi gaHi 403BONMAM KracudikyBaTu eMyrnbCii Sk piaMHu 3 ncesaonna-
CTUYHWUM MITUHOM.

B pamkax CTpyKTypHOro niaxoay peonoriyHi AaHi 6ynu npoaHanizoBaHi Ha OCHOBI y3aranbHeHOI PeororivHi Mo-
neni KeccoHa. Po3spaxoBaHi 3 ekcriepuMeHTanbHUX AaHnx BKNagu B NpoLuec B'A3KOI Tevii Big iHTerpanbHUX xapak-
TEPUCTUK acouiaTiB MakpOMONneEKyn Ta OKpeMUX YaCTUHOK Mpw iX rigpoanHaMmivHin B3aemogii 403BONUNY NOACHATU
edeKT 3MiHW B'A3KOCTi eMynbCii Bid NpUpoaM BUKOPUCTOBYBAHOIO eMyribratopa.

JocnigxeHHsa a3eTa noTeHuiany MeTogomM AMHaMIYHOrO PO3CiloBaHHA CBITMAa MNOKa3arno HasiBHICTb CUM eNnekTpo-
CTaTMYHOrO BiALITOBXYBAHHA Kpanenb emynbcii Sk dpaktopa cTtabinbHOCTi unx emynbcii. 3Hak noTeHuiany i horo
BeNMYMHA BKa3ylTb Ha Npouec agcopbuii Ha MOBEpPXHi XXMPOBUX kpanernb Monekyn 6inka. HasBHicTb niky dnoky-
NbOBaHMX YaCTMHOK Ha rictorpammax po3noginy 4acToK 3a po3MipamMu MOSICHEHO MPUCYTHICTIO B BOAHOI aasi
emynbcii HeagcopOoBaHMX MOMeKyn noricaxapuay, siki 34aTHi reHepyBaTy arperadito Kpanenb eMyrnbcii 3a Mexa-
Hi3MOM CTOHLLEHHSI NOABINHOIO ENEKTPUYHOIO LLapy.

HesanexHo Big Bubopy Tvny i npupoam GinkoBrMx emynbraTopis - TBAPUHHOTO abo POCNIMHHOIO MOXOAXKEHHS, BCi
pocnigxeHi cucteMun 6ynu ctabinbHi | MOXyTb BYTU poO3rnsiHYTi B IKOCTI eMYSbCIMHUX CUCTEM [OCTaBKU BiTaMiHy
D B opraHiam noguHu pa3oM 3 CNOXUBaHMMU NPOAYKTaMU. 3 €KOHOMIYHOI TOYKM 30pYy AOLINIbHO BUKOPUCTaHHSA B
AKOCTi emynbratopa cyxe 3HexuvpeHe mornoko. OTpuMaHi emynbcii MOXyTb OyTW BUKOPWUCTaHi SK OCHOBa Ans
BMpOOHULTBa 36aravyeHnx BiTaMiHoM D3 NpoayKTiB xap4yBaHHS, 30KpeMa, MOMOYHUX MPOAYKTIB.

KniouoBi cnoBa: peornorisi, 6inok, emynecisi, cuctema 4ocTaBky, BiTaMiH [, CTpyKTypHUIA nigxia.
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C.M. I'yockuin*, E.®. AkceHoBa*, B.B. Eenaw*, A.C. BanaKT, A.H. J'IaryTaT, O.H. KanerHT. OwnsaiH, peornorns n
MWKPOCTPYKTYpa CUCTEM Ha OCHOBE NMULLEBLIX 3MYNbCUI AN 4OCTaBKM BUTamMuHa L.

* XapbKOBCKWUIA rOCYAaPCTBEHHbIN YHUBEPCUTET NUTaHMS U TOProBnu, kadeapa Xumumn, Mukpobuonormm un rm-
rmeHbl NUTaHus, yn. Knovkosckas, 333, Xapbkos, 61051, YkpavHa

T XapbkoBCkuii HaLMOHanNbHbIN yHUBepcuTeT uMeHn B.H. KapasnHa, xumundeckunin dakynbTeT, kadegpa Heopra-
Hu4eckon xumumm, nn. Ceoboakl, 4, Xapbkos, 61022, YkpanHa

OboralleHrie NyLLeBbIX NPOAYKTOB BUTAMWHOM D MMeeT HECKOMbKO OrpaHnyYeHuin, NOCKOMNbKY 3TU COeAUHEHMS
MOryT pasnaraTbCA UNu npeTepneBaTb HexXenaternbHble U3MEHEHNS BO BpeMs TexHomnorudeckon obpaboTku u
XpaHeHus. Lienbto aTon nybnukaumm 660 uccnegoBaHne peoriornyeckux CBOMCTB U MUKPOCTPYKTYPbI AMYNbCUN
Ans oboralleHns nulieBbIX NPoAyKToB BUTamMuvHOM Ds. B kavecTBe Takmx aMynbCMil MCMOMb3OBanM 3MynbCUm
TMNa Macro-eB-Bode, CTabunmusnMpoBaHHble CMeCbio pasHbix GenkoB (M30NATbI CbIBOPOTOYHOro Gerka, Cyxoro
06e3XMPEHHOro MOJIoKa N CMeCU pacTUTENbHbIX BefKoB) B Ka4ecTBe aMyNbraTopoB U KapboKCUMETUNLEenono-
3bl B Ka4ecTBe 3aryctuTens. KcrnepMMeHTanbHO Obinn onpegeneHbl HanpsbkeHne casura n 3ddeKTMBHasa AMHa-
MMYecKas BA3KOCTb aMyrbCUIA B LLMPOKOM Aunana3oHe CKOpocTeln caBura. AnnpokcuMaumen skcnepMmeHTanbHbIX
KPMBbIX TEYEHUSI C MOMOLLIbIO CTEMNEHHOro ypaBHEHWS ObInn paccunTaHbl 3Ha4eHUst KoadpurumeHTa KOHCUCTEHLMM
1 nokasatensi Tekydectu. MNonyyeHHble AaHHblE NO3BONWUMIMN KNaccnuumpoBaTb 3MYNbCUN KakK XUOKOCTU C NCeB-
[onNnacTuyecknm Te4eHmeMm.

B pamkax CTpyKTypHOro nogxoga peonornyeckme AaHHble Gbinv npoaHanuanpoBaHbl Ha ocHoBe 0606LLEHHON
peonornyeckon mogenu KaccoHa. PaccumTaHHble M3 3KCNepuMEeHTanbHbIX AaHHbIX BKNadbl B NPOLECC BSA3KOro
TEeYEHNs OT MHTErpasibHbIX XapakTePUCTUK accoLMaToB MakpOMOMEKY U OTAEMbHbIX YacTul, Npu UX rmapoanHa-
MWYECKOM B3aMMOAEWCTBUM NO3BOMNMMN OOBACHUTL 3PMEKT U3MEHEHUS BA3KOCTU 3MYSbCUI OT NPUPOAbI UC-
nonb3yeMoro amynbratopa.

WccnepoBaHne a3eTa noTeHumana MeTOAOM AUHAMUYECKOrO paccevMBaHMs CBeTa Mokasano Hamuuve cun
3MeKTPOCTaTNYECKOro OTTaNk1BaHNs Kanesb 3Mynbcun Kak daktopa CTabunbHOCTU 3TUX AMYNbCUIA. 3HaK NOTEH-
umMana n ero BenuynHa ykasblBaloT Ha npouecc aacopbumm Ha NOBEPXHOCTM XUPOBbLIX Kanenb monekyn 6ernka.
Hanuuune nvka gnokKynMpoBaHHbIX YacTuL, Ha rMcTorpaMmax pacnpegeneHvs Yyactuy no pasmepam ob6bACHeHo
npucyTcTBMEM B BOAHOW ha3e 3MyMbCUN HeafncopbupoBaHHLIX MOMEKYN nonmcaxapuaa, KoTopble CrocO6HbI
reHepupoBaTh arperauuio Kanenb 3MyrbCUM MO MEXaHU3MY YTOHYEHWNS ABONHOMO 3NEKTPUYHECKOro Criosi.

Hesasucymo ot Bbibopa Tvna n Npupodbl 6enKoBbIX 3MYNbraTopoB — KMBOTHOMO UMM PACTUTENBHOTO NPOWNCXO-
XOeHWs, BCe NCCrefoBaHHble CUCTEMbI Oblnm CTabubHbl U MOTyT OblTb PACCMOTPEHbI B KAYECTBE 3MYSTbCUOHHBIX
cucTem goctaBku BuTamuHa D B opraHvam yenoBeka BMecTe ¢ notpebnsiemMbiMy npogyktamu. C 9KOHOMUYECKOM
TOUKM 3peHns LenecoobpasHo UCMofb3oBaHMe B Ka4ecTBe aMyrbratopa cyxoro obeaxmpeHHoro monoka. MNony-
YeHHble AMYNbCUM MOryT BblTb MCMOMbL30BaHbl Kak OCHOBA ANs NPOU3BOACTBa 0boralleHHbIX ButammHom D3 npo-
OYKTOB NUTaHNSA, B YaCTHOCTM, MOMOYHbIX NPOAYKTOB.

KnroueBble cnoBa: peonorusa, 0ernok, 3MynbCUd, cucteMa AoCTaBkK, BUTAMUH [, CTPYKTYPHbINA NOAXOA.

Kharkiv University Bulletin. Chemical Series. Issue 35 (58), 2020

36



