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To improve the storage quality of adzuki bean paste from starch aging, the effects of glycolipid addition on the properties of
gelatinization and retrogradation properties of adzuki flour obtained by the retrogradation inside adzuki bean during storage
and transportation are investigated. The results indicate the significant differences in the gelatinization and the distribution of
starch granules for different varieties of beans. The higher gelatinization temperature of adzuki flour results in the lower
enthalpy of gelatinization with an undulating tendency of the retrogradation due to the short-term aging of amylose and long-
term aging of amylopectin within adzuki flour. In the early stage of aging, the coexistence of protein, fat, and starch inside
adzuki flour hinder the aging of starch. An Avrami equation is introduced to characterize the aging process of the starch-
protein—fat-water system of different varieties of adzuki flours. The nucleation mode of the crystal nucleus has a significant
effect on the aging rate of different varieties of adzuki flour. The fat in the system fails to demonstrate a significant effect on
the nucleation mode of starch retrogradation. The addition of glycolipids increases the gelatinization enthalpy of adzuki flour.
Glycolipids can reduce the aging degree of adzuki flour, and the inhibition effect on the retrogradation of sucrose monoester is
greater than that of maltose monoester. The research results provide the valuable guidance for the high-quality processing and

storage of adzuki bean paste from starch aging.

1. Introduction

Adzuki bean contains rich nutritional components including
25% protein, 1% fat, and 50% starch [1]. The products and
paste of adzuki bean with unique flavor and taste have a
large consumer market in Asian countries due to their
unique flavor and taste. The common peeled bean paste
weakens the primary taste with the loss of nutrients and
low yield of product. The whole bean filling processed by
steam cooking may retain the bean skin and its rich compo-
nents, which combines the consumption concept of “whole
grain food” with “whole food nutrition.” For the adzuki
beans as fillings, the internal starch granules are gelatinized

to form a special flavor and mouthfeel. The aging occurrence
of gelatinized starch colloid is due to hydrogen bonding at
low temperature (4°C), where the starch aging rate reaches
the highest level [2] at storage for 24 hours. The complex
content of amylose, lipid-amylose, and the amylopectin
structure dominates its gelatinization and aging characteris-
tics [1]. The starch aging of the adzuki bean paste seriously
affects the quality and shelf life of bean products. Sugar
esters are emulsifiers of an ester compound from the esteri-
fication reaction of sugar, fatty acid, and fatty acid ester.
These esters have physiological implications in material
transmission and energy transfer on the cell membrane
substance, biodegradability, and safety in relation to human


https://orcid.org/0000-0002-7007-9733
https://orcid.org/0000-0003-0369-0513
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://doi.org/10.1155/2023/8820051

health and the environment [3]. Sugar esters contain at least
four fatty acids with hydrophilic and lipophilic groups to
form emulsifying properties, which form the spiral structure
of the granule. Sugar esters are microbial surface-active
molecules that are composed of a carbohydrate unit linked
to a single or multiple fatty acid(s) as lipid compounds
containing glycosyl ligands and amphiphilic molecule. The
emulsifying properties of glycolipids impart great potential
to glycolipids in areas of food preservation and processing,
which can serve as sustainable substitutes for modification
of food properties [4]. Sugar esters, as emulsifiers, can com-
pete with starch for water molecules and interfere with
starch molecules in parallel with antiaging role. Sugar esters
may delay starch aging due to the complex of sugar esters-
amylose complexes restraining the crystallization of amylose
in cooling [5] leading to a soft fresh-keeping effect for
starch foods.

In adzuki bean seeds, the fat or emulsifiers in starch sig-
nificantly affect its dissolution, swelling, gelatinization, and
rheological properties to determine the texture of food
[6-9]. Considering the presence of protein and fat, the gela-
tinization and aging of adzuki bean starch may explain the
changes in texture and rheological characteristics of bean
paste from adzuki bean. Differential scanning calorimetry
(DSC) has been widely applied to measure the heat flow
properties of starchy foods under heating, such as lotus seed
starch [10], corn starch [11], wheat starch, and wheat flour
[12]. DSC may be employed to determine the gelatinization
and aging characteristics of adzuki bean flour under cooling
storage conditions.

Based on the above-mentioned, the research objectives
were developed as follows: (1) to investigate the gelatiniza-
tion and aging characteristics of adzuki bean flour, (2) to
analyze the effect of sugar esters on inhibiting the aging of
adzuki bean starch, and (3) to develop a method of using
sugar esters to alleviate the starch aging of adzuki bean paste.

2. Materials and Methods

2.1. Materials and Reagents. The following varieties of
Adzuki beans were selected as experimental samples including
Longyin 09-05 (Heilongjiang, China), Zhonghong No.7 (Hei-
longjiang, China), Jiahong No.1 (Heilongjiang, China), Xiao-
feng No.2 (Heilongjiang, China), Baoqing Red (Heilongjiang,
China), Baohang Red (Heilongjiang, China), Tianjin Red
(Heilongjiang, China), and Pear]l Red (Heilongjiang, China).
These varieties of adzuki beans have large planting areas in
China with an obvious difference of components and are
widely consumed in food processing, representing the typical
varieties of adzuki beans used in China.

Ultrapure water was prepared in the laboratory. Maltose
monoester (HLB 11) and sucrose monoester (HLB 11) were
purchased from Liuzhou Qualcomm Food Chemical Co.
(Liuzhou, China).

2.2. Sample Preparation. Two hundred grams of adzuki
beans for each variety was immersed in water for 16h to
absorb sufficient water at room temperature (22°C), and
then the peel of soaked beans was removed by hand. The
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peeled adzuki beans were put into an electric oven (DHG-
9123A, Shanghai Yiheng Scientific Instrument Co., Ltd,
Shanghai, China) at a constant temperature of 40°C for
16h and then were pulverized using a cyclone mill (CT410,
Flowserve; Millipore Corporation, US) at 80-mesh sieve to
obtain adzuki bean powder for further experiments. The
dimensional characteristics of the resulting powder were
considered as sphericity with a diameter of 0.10-0.18 mm.
It was followed by 5g adzuki bean flour that was placed into
an Erlenmeyer flask, and then, 50 mL ultrapure water was
added, shaken for 30 min, and stood for 1 h. All the precipi-
tates were transferred into a 25mL centrifuge tube. The
ultrapure water was added into the centrifuge tube with
shaking for 5min, and the mixture was centrifugated for
3000 r/min. The supernatant liquid was sucked out to scrape
off the upper protein and impurities. The operation was
repeated 3 times to obtain the adzuki bean starch (deprotei-
nized) sample, then placed in an electric thermostatic drying
oven (40°C) for 16 h.

The test samples of adzuki bean starch were prepared
using the following procedure: (1) adding ethanol into the
deproteinized starch of adzuki bean shaking for 5min, then
centrifuging at 3000r/min for 10min, and removing the
water in the sample; (2) adding petroleum ether into the
dehydrated starch and then shaking for 5 min; furtherly add-
ing ethanol and shaking for 5min, then centrifuging at
3000r/min for 10min to gain the deproteinized and
degreased sample of adzuki bean starch. (3) The bean starch
sample was placed into a drying oven at 40°C for 16 h. The
dried starch samples were removed for further experiments.

2.3. Measurement of Properties

2.3.1. Measurement of Element Components of Adzuki Bean
Flour. The element components of selected adzuki bean,
including crude protein, fat content, starch content, amylose,
and amylopectin content, were measured by using the
AOAC Official Method (2002) [13].

2.3.2. Measurement of the Gelatinization and Retrogradation
(Aging) of Adzuki Bean Flour via DSC Method. A differential
scanning calorimeter (DSC-Q2000, TA Company, US) was
employed to measure the gelatinization and aging of adzuki
bean flour. The DSC pan used was a TA T-ZERO solid alu-
minum crucible (¢5.4 x 2.6 mm, Shanghai Qunhong Instru-
ment Equipment Co., Ltd, Shanghai, China). The DSC
measurement procedure was as follows: (1) A total of
0.003 + 0.0001 g of each sample, including adzuki bean flour,
deproteinized starch, and deproteinized and degreased
starch, was placed in the DSC crucible; (2) the crucible load-
ing sample was sealed by using a supporting aluminum coat
to avoid water evaporation; (3) the scanning temperature
range was determined to be within 30~95°C with a scanning
rate of 10°C/min; (4) the gelatinized sample was stored in a
refrigerator at 4°C for the setting duration, and retrograda-
tion parameters were measured for the different adzuki bean
flours (with bean coat removed), starch, and defatted starch;
(5) a scan with the same temperature of gelatinization was
performed, where three samples of same starch placed in
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the refrigerator once for retrogradation were measured, and
the average value was reported as the final value. The starch
retrogradation (aging) degree was calculated by using

starch aging enthalpy at time ¢

Aging d % =
ging degree/% gelatinization enthalpy required for starch gelatinization

% 100.

(1)

2.3.3. Fitting Treatment of the Avrami Equation. The change
of the crystallization rate of polymer under isothermal
conditions can be described by using the Avrami equation
[14] as shown in

EL_Et
E, -E,

1-0=

=exp (—kt"). (2)

According to Eq. (2), an improved Avrami equation was
developed as shown in

E, -E
log <—ln Ei — E:)) =log k+nlogt, (3)

where E, is the enthalpy value at time zero (J/g); E, is the
enthalpy value at time #(J/g); E; is the maximum aging
enthalpy value (14d in the study) (J/g); 0 is the crystallinity
at a certain time #(%); t is the crystallization time (d); n
(Avrami exponent) —an integer representing nucleation
and nucleation growth patterns, as the slope of the line, is
calculated by plotting log [-In (E;, — E,)/(E; — E,)] vs. log t;
k—crystallization rate constant, as the intercept of the curve,
is related to the density of the nucleus and the one-
dimensional growth rate of the crystal (min™) [15].

2.4. Experimental Design. To analyze the effects of sugar
esters on the gelatinization and aging characteristics of
adzuki bean flour, Longyin 09-05 adzuki bean flour with
obvious starch aging was selected as the research material.
A total of 0.003+0.0001g of the whole powder of the
selected variety was placed into the DSC test crucible with
0.25% sucrose ester/maltose ester solution and ultrapure
water in the crucible. The total mass of the sample reached
0.015 £ 0.0001 g, and the suspension was prepared by add-
ing the ultrapure water in sugar ester content of 0, 0.03%,
0.06%, 0.09%, 0.12%, and 0.15%. The sealed sample was
stored in a 4°C refrigerator for further experiments.

2.5. Statistical Analysis. The experimental data were
expressed as mean + standard deviation (1 = 3). Correlation
analysis for data ¢t was conducted by using Pearson’s method
in SPSS software (V. 22.0, SPSS Inc., Chicago, US), and corre-
lation significance was defined at the 0.05 level. The data plot-
ting of this study and curve fitting were performed by Origin
software (V. 9.1, Origin LabCorp., North Hampton, MA, US).

3. Results and Analysis

3.1. Gelatinization Characteristics of Different Varieties of
Adzuki Bean Flour, Starch, and Defatted Starch. Table 1

and Table 2 indicate the gelatinization and aging DSC
parameters of different varieties of adzuki bean flour, starch,
and defatted starch. The DSC thermogram of eight kinds of
adzuki bean flour is provided in Figure 1.

According to the results from Table 1 and Table 2, the
characteristic temperatures of different varieties of adzuki
bean flour related to gelatinization and the aging process
are obtained as an initial gelatinization temperature of
62.22~68.60°C and the peak temperature in 68.40~75.45°C,
the final temperature of gelatinization in 77.97~82.57°C,
the gelatinization enthalpy value in 2.35~5.49]/g, and the
initial gelatinization temperature range of starch in
58.93~62.43°C. These results indicate that the gelatinization
and aging of adzuki bean is dependent on varieties [16]. The
beginning temperature of starch gelatinization of the
selected adzuki bean varieties is 62.22-68.60°C. The high
protein and low fat within adzuki bean influence the gelati-
nization of its interior starch. The protein content has a
significant effect on the heat transfer of starch paste to deter-
mine gelatinization degree. The result is attributed to the
greater proportion of gluten protein in the starch system,
resulting in the lower gelatinization enthalpy of starch and
the higher gelatinization peak temperature [17]. Gluten pro-
tein can reduce starch gelatinization enthalpy and increase
the initial gelatinization temperature and peak temperature
of starch [18]. The formation of a complex structure of pro-
tein and starch, coupled with the water absorption of the
protein, affects the movement of the free water in the starch
gelatinization system [19].

According to the results from Table 1, the differences in
the gelatinization characteristics of eight adzuki bean flours
are mainly reflected in the gelatinization temperature range
and the gelatinization enthalpy value. The initial gelatiniza-
tion temperature of adzuki bean varieties from low (62.22°C)
to high (68.60°C) is as Zhong red, Pearl Red, Longyin, Tianjin
Red, Baohang Red, Baoqing Red, Xiaofeng, and Jiahong. The
enthalpy of different varieties of adzuki bean from low
(2.35]/g) to high (5.49J/g) was Jiahong, Baoginghong, Tianjin
Red, Xiaofeng, Longyin, Zhonghong, Baohanghong, and Pearl
Red. These differences in gelatinization temperatures for the
different varieties are attributed to the difference in the content
of components in each variety as shown in Table 3 and
Table 4. The amylose content and protein content have a sig-
nificantly negative correlation with the initial gelatinization
temperature and gelatinization enthalpy, respectively. How-
ever, no significant correlation of the components was found
for the different varieties with peak gelatinization temperature
in DSC properties in view of statistical analysis.

3.2. Correlation Analysis of the Gelatinization and Aging
Parameters of Adzuki Bean Flour and Components. To
explain the correlation between the content of each compo-
nent and the gelatinization characteristics in different varie-
ties of adzuki bean flour, Table 3 and Table 4 show the
protein, fat, starch, amylose, and amylopectin content of
adzuki bean flour and their correlation analysis with DSC
gelatinization parameters.

As shown in Table 4, the amylose content has a
significantly negative correlation with the initial gelatinization
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F1Gure 1: DSC thermogram of 8 kinds of adzuki bean flour.

temperature at the correlation coefficient of -0.65 at p < 0.05.
This indicates that the higher the amylose content in the sam-
ple, which may result in the lower initial gelatinization tem-
perature, the easier the gelatinization of the bean when
cooking. The protein content has a significant negative corre-
lation with the gelatinization enthalpy value at the correlation
coefficient of -0.70 at p < 0.05. The higher the protein content,
the lower the endothermic enthalpy value of starch gelatiniza-
tion. This result was attributed to the ratio reduction of protein

content to starch content in the same mass to reduce gelatini-
zation enthalpy. Starch gelatinization is an endothermic pro-
cess. The heat energy is consumed through the disintegration
of the starch crystal structure, the swelling of starch granules,
and the diffusion of starch molecules in the starch granules of
the starch gelatinization.

Figure 2 shows the changing trend of the aging degree of
adzuki bean flour after storage at 4°C for 14 days. The aging
degree of adzuki bean flour for selected varieties increased
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TaBLE 3: Component contents of different adzuki bean varieties (species) flour with bean coat removed.

Starch (dry base, %)

Amylose (dry base, %) Amylopectin (dry base, %)

Variety Protein (drybase, %) Fat (dry base, %)
Longyin 09-05 27.73+0.52° 1.08 £0.01°
Zhonghong No.7 23.80+0.63¢ 0.82+0.11°
Jiahong No.1 25.78 +0.25° 0.95+0.03¢
Xiaofeng No.2 28.67+0.17% 1.14+0.12°
Baoging Red 28.04+0.20° 1.14+0.02°
Baohang Red 25.91+0.54° 1.38 £0.04°
Tianjin Red 28.75+0.11* 1.24+0.09°
Pear] Red 22.83+0.76° 1.37 £0.05"

56.20 + 0.41¢ 11.60 +0.71¢ 44.60 +0.41¢
59.28 +0.13° 13.94+0.24% 45.34+0.23°
56.82 +0.27° 12.37+0.12° 44.45 +0.444
55.52 +0.64° 11.77 + 0.56° 43.75+0.21°
57.35+0.21° 10.86 + 0.79¢ 46.49 +0.24°
59.20 +0.07° 12.25+0.19° 46.95 +0.18
56.48 + 0.43¢ 12.71+0.13° 43.77 +0.82°
59.10 +£0.15% 13.04+0.21° 46.06 +0.11°

Note: The superscript letters represent the significance of the difference.

TABLE 4: Pearson’s correlations between basic contents and DSC parameters.

Parameter Initial gelatinization temperature (T,/°C) Peak gelatinization temperature (Tp/°C) Gelatinization enthalpy 4H (J/g)
Protein content 0.49 0.38 -0.70*
Fat content 0.04 0.16 0.39
Starch content -0.51 -0.43 0.60
Amylose content -0.65" -0.58 0.44
Amylopectin content -0.12 -0.08 0.40

Note: *Significant correlation at 0.05 level; **very significant correlation at 0.01 level (variety of Longyin 09-05).
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FIGURE 2: The retrogradation (aging) degree of different varieties
with storage time at 4°C.

slowly from the beginning of storage till 2 days, followed by
increasing significantly till the seventh day, and then kept
slowly aging trends (p < 0.01). These results were explained
as the temperature gradually decreases, the molecular
motion of the gelatinized starch weakens, and the molecules
tend to automatically arrange in order, close together, and
tightly aggregate through hydrogen bonding. The microcrys-
talline bundles no longer present their original state but
form a disordered combination, forming particles larger
than the colloid and precipitate. Starch aging is divided into
two stages: short-term aging and long-term aging. Short-
term starch aging, caused by the recrystallization of amy-
lose, generally occurs within 10h; long-term aging is a
relatively slow process taking place over several days due
to the recrystallization of amylopectin side chains [20].
The amylose of adzuki bean starch is prone to aging [21].

logt
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~
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Ficure 3: Plot of log [-In (E, — E,)/(E, — E,)] vs. log t at 4°C of
different adzuki bean flours (bean coat removed).

According to the short-term aging stage for adzuki bean
flours from eight varieties, the lower average aging degree
(around 10%) at p <0.05 indicates the greater inhibition
of the adzuki bean of the protein and fat in powdered
adzuki bean on the starch aging.

The data from Figure 2 were fitted based on Equation (3)
as the plots of log [-In (E; — E,)/(E; — E,)] vs. log t for dif-
ferent adzuki bean flours shown in Figure 3. The fitted
results are presented in Table 5. From Table 5, the different
n-values (n is the Avrami index) indicate that the varieties of
adzuki bean powder showed significant differences in nucle-
ation and growth mode. Under normal circumstances, n < 1
corresponds to the one-dimensional, two-dimensional, and
three-dimensional crystal growth methods, and the nucleation



8 Journal of Food Processing and Preservation
TABLE 5: Avrami parameters of different adzuki bean flour (bean coat removed).

Variety n k R?

Longyin 09-05 1.30 0.512 0.930
Zhonghong No.7 1.12 0.567 0.972
Jiahong No.1 1.40 0.501 0.959
Xijaofeng No.2 1.08 0.359 0.840
Baoqing Red 0.66 0.589 0.978
Baohang Red 1.13 0.455 0.993
Tianjin Red 0.64 0.595 0.951
Pear] Red 1.12 0.473 0.974

Note: 1, k, and R? represent Avrami index, rate constant, and regression correlation square, respectively (variety of Longyin 09-05).

TABLE 6: Pearson’s correlations between basic component contents and Avrami parameters.

Parameter n k Gelatinization enthalpy 4H (J/g) Enthalpy of aging 4H (J/g)
1

k 0.795** 1

4H 0.307 0.038 1

Enthalpy of aging 0.755* 0.951** 0.168 1

Protein content -0.439 -0.378 -0.725* -0.444

Fat content -0.305 -0.653" 0.404 -0.472

Starch content 0.075 0.038 0.633" 0.055

Amylose content 0.220 0.273 0.465 0.358

Amylopectin content -0.078 -0.172 0.416 -0.208

Note: *Significantly correlated at the 0.05 level; **very significantly correlated at the 0.01 level (variety of Longyin 09-05).

method is instant nucleation. At 1 < n <2, the corresponding
nucleation method is mainly spontaneous nucleation [22,
23]. The crystallization rate constant k value of each sample
has an obvious difference, suggesting that the k value could
well amplify the crystallization rate of starch in the complex
system of starch—protein—fat-water by means of the character-
ization of the Avrami equation for the aging process of starch.

Table 6 presents the Pearson bivariate correlation analysis
between the protein, fat, starch, amylose, and amylopectin
content of eight adzuki bean flours and Avrami parameters.
The Avrami index # shows a very significant positive correla-
tion with the rate constant k, with a correlation coefficient of
0.795, which indicates that the nucleation method of crystal
nucleation has a very significant effect on the aging rate. Both
the n and k values have a significantly positive correlation with
the aging enthalpy, with the correlation coefficients of 0.755 at
P <0.05and 0.951 at p < 0.01, respectively. The gelatinization
enthalpy value has a very significant negative correlation with
the protein content with a correlation coefficient of -0.725,
which is consistent with existing results [24, 25]. The gelatini-
zation enthalpy is positively correlated with starch content
with a correlation coefficient of 0.633. The content of amylose
has a weak positive correlation with the values of n and k [26].
Although the proportion of fat content in the system is low, a
negative correlation with the » value indicates that fat has a
significant effect on adzuki bean flour. The nucleation mode
of starch aging in the powder has an inhibitory effect on the
aging of starch [27].

3.3. Effect of Sugar Esters on the Gelatinization and Aging
Characteristics of Adzuki Bean Flour. Sugar esters are a
mixture formed by the esterification reaction of sucrose
and fatty acids. Sucrose contains 8 -OH groups and can be
esterified to produce various products from monoesters to
8-esters [28]. Due to sugar as the hydrophilic group and fatty
acids as the lipophilic group, sugar ester biosurfactant mole-
cules are composed of hydrophobic and hydrophilic groups
[22, 23]. The essence of starch retrogradation is that the
molecular movement of gelatinized starch molecules slows
down when the temperature drops. At this time, the
branches of amylose molecules and amylopectin molecules
tend to be parallel and close under the interaction of hydro-
gen bonds to reform the structure of mixed microcrystalline
bundles. The structure is very similar to the structure of the
original starch granules in a disorderly combination, not in a
radial form. Due to the existence of hydrogen bonds in the
molecules, firm intermolecular association occurs in the
starch paste of adzuki beans to weak water solubility. If the
cooling rate of starch paste is too fast to rearrange amylose
molecules, the starch gel forms with a bundle structure
called by starch retrogradation [29]. However, sugar ester
molecular weight (molecular weight of 317.507) is lower
than that of starch, which is easy to enter a-chains in amy-
lose molecules as the D-hexacyclic glucose connection
through 1,4-neneneba glycosidic bond and the branch posi-
tion of amylopectin through a-1,6-neneneba glycosidic bond
[30]. The hydrogen bonds between the 1,4 glycosidic chains
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TaBLE 7: Effects of different addition of sugar esters on the gelatinization temperature and enthalpy of adzuki bean flour (bean coat

removed).

Volume of addition

Sucrose monoester

Maltose monoester

T,/ "C Tp/"C e 4H/)/g T,/ 'C Tp/°C T./'C 4H/)/g
Gelatinization 66.79+0.09° 73.56+0.23% 77.41+0.57° 3.66+0.14° 66.79+0.03° 73.56+0.22° 77.41+0.57¢ 3.66+0.12°
0.03% 66.79+0.24° 7336+0.44° 80.38+0.45" 4.17+0.53° 67.19+0.31° 73.64+0.72° 79.81+0.38° 4.28+0.33°
0.06% 66.74+0.56° 73.59£0.73* 79.95+0.38° 4.14+0.25° 67.80+0.04* 73.45+1.03* 78.55+0.45° 4.39+0.14°
0.09% 6727 £0.11* 73.65+0.24* 79.94+0.51* 4.84+031° 66.78+0.71° 7355+0.11*° 79.68+0.21° 4.31+0.17°
0.12% 67.04+0.41° 73.01+0.09° 78.80+0.13° 4.96+0.22° 67.10+0.62° 73.28+0.87° 79.84+0.44® 5.14+0.10°
0.15% 67.70+0.17* 73.63+0.17° 77.98+0.14° 5.12+0.10° 67.00+0.39° 73.74+0.92* 81.42+051*° 5.33+0.22°

Note: Ty, Tp, and T represent the starting temperature, peak temperature, and ending temperature of the gelatinization process, respectively, and 4H is the

enthalpy value (variety of Longyin 09-05).
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—— 0.15% sucrose monoester

Ficure 4: Effects of sucrose monoester on the retrogradation
degree of adzuki bean flour (bean coat removed) with storage
time at 4°C (variety of Longyin 09-05).

Aging (%)

Time (d)

Contrast

0.03% maltose monoester
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0.12% maltose monoester
0.15% maltose monoester

FI1GURE 5: Effects of maltose monoester on retrogradation degree of
adzuki bean flour (bean coat removed) with storage time at 4°C
(variety of Longyin 09-05).

in adzuki bean paste are easy to bind with the starch
molecule, which prevents the amylose and amylopectin
molecule from aging or retrogradation [31]. Table 7 shows
the thermal properties of adzuki bean powder with the

log[-In(E;-E,)/(E;-E,)]
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Ficure 6: Plots of log [-In (E; — E,)/(E, — E,)] against log storage
time at 4°C of adzuki bean flour (bean coat removed) with the
amount of sucrose monoester added (Variety of Longyin 09-05).
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Ficure 7: Plots of log [-In (E; — E,)/(E; — E,)] against log storage
time at 4°C of adzuki bean flour (bean coat removed) with
maltose monoester added (variety of Longyin 09-05).
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TABLE 8: Avrami parameters characterizing the effects of addition of sucrose monoester and maltose monoester.

Sucrose monoester

Volume of addition Equation " k

Maltose monoester
R’ Equation n k R’

Gelatinization y=1.3008x-0.6702 1.3008 0.5116
0.03% y=1.2619x-0.6461 1.2619 0.5240
0.06% y=1.3751x-0.6912 1.3751 0.5009
0.09% y=1.2227x-0.6938 1.2227 0.4996
0.12% y=1.3903x-0.8125 1.3903 0.4437
0.15% y=1.3133x-0.7437 1.3133 0.4753

0.9681 y=1.3008x-0.6702 1.3008 0.5116 0.9681
0.9966 y=1.3023x-0.7704 1.3023 0.4628 0.9388
0.9960 y=1.2589x-0.8762 1.2589 0.4163 0.9599
0.9974 y=1.5309x-1.0061 1.5309 0.3656 0.9269
0.9985 y=1.4764x-1.0453 1.4764 0.3516 0.9255
0.9809 y=1.5379x-1.0050 1.5379 0.3660 0.9087

Note: 1, k and R” are Avrami index, rate constant and regression correlation square, respectively. Variety of Longyin 09-05.

additions of sucrose monoester and maltose monoester.
Sugar esters combine starch molecules to form a complex
with high thermal stability [32] and promote cross-linking
and increase the starch gelatinization temperature. The
addition of sugar esters in the adzuki bean powder-water
system significantly increases the gelatinization enthalpy
value due to the endothermic process of starch gelatiniza-
tion in the system, while sugar esters hinder the progress
of the gelatinization reaction.

Figures 4 and 5 present the changing trend of the aging
degree of adzuki bean powder added with different mass
fractions of sucrose monoester and maltose monoester
under cold storage at 4°C, respectively. The results suggest
that adding sugar esters can reduce the aging degree of
adzuki bean flour. As the mass fraction of sugar esters in
the adzuki bean flour system increases, the aging degree of
adzuki bean flour decreases. Therefore, the aging inhibitory
effect of sucrose monoester is greater than that of maltose
monoester at the same mass of added sugar esters.

The Avrami equation is used for linear regression analy-
sis of the thermodynamic parameters of adzuki bean powder
with sugar esters added and the control group stored at 4°C
for 14 days, as shown in Figures 6 and 7. The aging kinetic
equation of adzuki bean powder is obtained in k from the
intercept of the line and n value from the slope, as shown
in Table 8. The nucleation mode of red adzuki powder with
sugar esters (1 <7 <2) has a similar trend to the recrystalli-
zation behavior of amylopectin [33]. In the crystallization
system, crystal growth is often multidimensional, whose
growth kinetics are related to the growth dimension and
nucleation mode [34]. From the point of view of the crystal-
lization rate constant k, the k value of adzuki bean powder
without sugar esters is the highest, the crystallization growth
rate is the fastest, and the rejuvenation rate is the highest;
however, the addition of a certain concentration of sugar
ester significantly reduces the rejuvenation degree of adzuki
bean powder, indicating the capability of sugar ester to delay
the rejuvenation of adzuki bean powder. As the concentra-
tion of sugar ester increases, the crystallization rate constant
k decreases due to the polyhydroxyl structure of sugar ester.
Hydrogen bond formations through the interactions of
hydroxyl group and water molecules can retain bound water
in the starch molecules. The expansion of network scaffold
of sugar esters can cause the spatial barrier of starch mole-
cules, which reduce the crystalline order of starch molecules.

The hydroxyl group of a sugar ester is stronger than that of
the hydroxyl group of starch molecules in terms of generat-
ing hydrogen bonds [20, 35], which hinder the formation of
microcrystalline bundles of starch molecule hydrogen bonds
to further delay the aging of starch molecules [27]. However,
the amount of sugar ester increasing to 0.15% causes the
increase of the crystallization rate constant k. This may be
because the interaction between sugar ester and starch is also
affected by water and protein in the system. It is a more
complicated process than that in the environment of pure
starch, which needs further study.

4. Conclusion

For the eight representative varieties of adzuki bean, the
aging degree is slow for the first two days of storage, then
significantly increases in the rest of the seven days of storage
with a relatively stable case. In the short-term aging stage of
adzuki bean flour, the average aging degree (only about 10%)
is significantly lower than that of the aging speed of adzuki
bean starch. The amylose content and protein content in dif-
ferent varieties of adzuki bean influence their gelatinization
temperatures due to the significantly negative correlation
with the initial gelatinization temperature and gelatinization
enthalpy, respectively. The Avrami equation may character-
ize the aging process within the starch-protein-fat-water
system for different varieties of adzuki bean flour, which
indicate that the presence of sugar esters has an aging inhib-
itory effect on the system. The addition of sugar esters obvi-
ously influences the aging of adzuki bean starch, which
reduce the aging degree. The addition of sugar ester to
0.15% causes the increase of the crystallization rate constant
of adzuki beans due to the interaction between sugar ester
and starch depending on water and protein in the system.
The aging inhibitory effect of sucrose monoester is greater
than that of maltose monoester. The general practical rec-
ommendations for further use of adzuki bean starch adding
glycolipid as the enhancement of texture quality in viscosity
and consistency, extended shelf life keeping a fresh taste in
filling food with adzuki bean.

Data Availability

The data used to support the findings of this study are
included within the article.



Journal of Food Processing and Preservation

Conflicts of Interest

The authors have declared no conflicts of interest for this
article.

Acknowledgments

The authors thank the financial support provided by
research funding for scientific research institutes in Heilong-
jiang Province (CZKYF2023-1-B030) and the agricultural
science and technology innovation project of Heilongjiang
Academy of Agricultural Sciences (CX23GG16).

References

(1]

@
s

=

[5

—_

©
2

(10]

(11]

X. M. Yao, Study on Processing Characteristics, Qualities and
Technologies of Adzuki an (with Bean Coat), [Ph.D. thesis],
Northeast Agricultural University, Harbin, 2015.

J. Li, M. T. Wang, G. X. Liu, W. Wang, A. J. Hu, and J. Zheng,
“Effects of microwave and conventional heating on physico-
chemical, digestive and structural properties of debranched
quinoa starch-oleic acid complexes with different water addi-
tion,” Journal of the Science of Food and Agriculture, vol. 103,
no. 4, pp. 2146-2154, 2023.

S.P.Ji, C. S. Jia, D. D. Cao, and X. M. Zhang, “Direct and selec-
tive enzymatic synthesis of trehalose unsaturated fatty acid
diesters and evaluation of foaming and emulsifying proper-
ties,” Enzyme and Microbial Technology, vol. 136, article
109516, 2020.

R. D. Ashby, W. N. F. W. Zulkifli, A. R. M. Yatim, K. Z. Ren,
and A. Mustafa, “Chapter 15-glycolipid biosurfactants: biosyn-
thesis and related potential applications in food industry,” in
Applications of Next Generation Biosurfactants in the Food Sec-
tor, pp. 307-334, Academic Press, 2023.

J. L. Dai, W. Zhang, and X. Geng, “Effect of ferulic acid sugar
ester with high molecular mass from corn bran on prolifera-
tion of intestinal bifidobacteria in aged mice induced by D-
galactose: the role of HFASE in the intestine,” Journal of Food
Biochemistry, vol. 43, no. 11, article 13000, 2019.

J. Du, M. Y. Lv, H. L. Zhang, S. S. Xiao, S. Y. Zheng, and X. D.
Wang, “Synergistic effect of endogenous gluten and oleic acid
on wheat starch digestion by forming ordered starch-fatty
acid-protein complexes during thermal processing,” Current
Research in Food Science, vol. 6, no. 1, p. 100422, 2023.

X. Li, X. X. Gao, J. Lu, and W. Y. Gao, “Complex formation,
physicochemical properties of different concentration of pal-
mitic acid yam (Dioscorea pposita Thunb.) starch preparation
mixtures,” LWT, vol. 101, pp. 130-137, 2019.

X.X. Ly, C. Shi, J. Y. Zhu, Y. Q. Li, and Q. R. Huang, “Structure
of starch-fatty acid complexes produced via hydrothermal
treatment,” Food Hydrocolloids, vol. 88, pp. 58-67, 2019.

A. 1. Shah and D. Himjyoti, “Status of polymorphism, physico-
chemical properties and in vitro digestibility of dual
retrogradation-annealing modified rice starches,” Interna-
tional Journal of Biological Macromolecules, vol. 132,
pp. 330-339, 2019.

Z. Chen, Study on the Effect of pH on the Physicochemical and
Structural Properties of Lotus Seed Starch, [M.S. thesis], Agri-
culture and Forestry University, Fujian, 2020.

Y. Z. Yan, L. L. Feng, M. M. Shi, C. Cui, and Y. Q. Liu, “Effect
of plasma-activated water on the structure and in vitro digest-
ibility of waxy and normal maize starches during heat-

(12]

(13]

(14]

[15]

(16]

(17]

(18]

(19]

(20]

(21]

(22]

(23]

(24]

(25]

11

moisture treatment,” Food Chemistry, vol. 306, article
125589, 2020.

D.Y. Wang, T. T. Mi, W. Gao et al., “Effect of modification by
maltogenic amylase and branching enzyme on the structural
and physicochemical properties of sweet potato starch,” Inter-
national Journal of Biological Macromolecules, vol. 239, no. 1,
article 124234, 2023.

G. Sofia, M. B. Jorge, O. Rosa, and L. Marfa, “Influence of
cooking conditions on organoleptic and health-related proper-
ties of artichokes, green beans, broccoli and carrots,” Food
Chemistry, vol. 217, pp. 209-216, 2017.

S. Roman, P. M. Luis, P. Veronika, and S. Ondtej, “Influence of
DSC thermal lag on evaluation of crystallization kinetics,”
Journal of Non-Crystalline Solids, vol. 528, p. 119738, 2020.

S.S. Hubbes, W. Danzl, and P. Foerst, “Corrigendum to “crys-
tallization kinetics of palm oil of different geographic origins
and blends thereof by the application of the Avrami model”
[LWT 93 (2019) 189-196],” LWT, vol. 112, article 108281,
2019.

M. T. Ma, Y. J. Wang, M. X. Wang, and S. K. Du, “Physico-
chemical properties and in vitro digestibility of legume
starches,” Food Hydrocolloids, vol. 63, pp. 249-255, 2017.

Y. Yang, L. Wang, Y. Li, and X. G. Qi, “Investigation the
molecular degradation, starch-lipid complexes formation and
pasting properties of wheat starch in instant noodles during
deep-frying treatment,” Food Chemistry, vol. 283, pp. 287-
293, 2019.

H. C. Zhou, C. Liu, J. Y. Shang, and X. L. Zheng, “Effect of
adding wheat (Triticum aestivum L.) farina with varied
integrity of endosperm cell wall on dough characteristics,
dried noodles quality and starch digestibility,” International
Journal of Biological Macromolecules, vol. 243, article
125076, 2023.

M. F. Li, Q. H. Yue, C. Liu, and K. Bian, “Effect of gliadin/glu-
tenin ratio on pasting, thermal, and structural properties of
wheat starch,” Journal of Cereal Science, vol. 93, article
102973, 2020.

Y. J. Lv, M. Li, J. X. Pan et al., “Interactions between tea prod-
ucts and wheat starch during retrogradation,” Food Bioscience,
vol. 34, article 100523, 2020.

H. S. Shen, Y. Guo, J. Y. Zhao et al., “The multi-scale structure
and physicochemical properties of mung bean starch modified
by ultrasound combined with plasma treatment,” Interna-
tional Journal of Biological Macromolecules, vol. 191, no. 1,
pp. 821-831, 2021.

Q. Q. Liy, R. Xia, X. Deng et al., “Effects of dietary starch and
metformin levels on the growth performance, body composi-
tion, hepatic glycolipid metabolism, and liver histology of
juvenile largemouth bass Micropterus salmoides,” Aquacul-
ture, vol. 573, article 739582, 2023.

Z.J.Liu, P. H. Li, L. Yu et al., “OsMADSI regulates grain qual-
ity, gene expressions, and regulatory networks of starch and
storage protein metabolisms in Rice,” International Journal
of Molecular Sciences, vol. 24, no. 9, 2023.

X. W. Li, J.J. Li, X. X. Yin, and X. Z. Hu, “Effect of Artemisia
sphaerocephala Krasch polysaccharide on the gelatinization
and retrogradation of wheat starch,” Food Science ¢ Nutrition,
vol. 7, no. 12, pp. 4076-4084, 2019.

A. M. Abdellatif and R. D. Patricia, “The effect of mixing and
wheat protein/gluten on the gelatinization of wheat starch,”
Food Chemistry, vol. 81, no. 4, pp. 533-545, 2003.



12

(26]

(27]

(28]

(29]

(30]

(31]

(32]

(33]

(34]

(35]

D. H. Geng, X.J. Zhang, C. Y. Zhu, C. Wang, Y. Q. Cheng, and
N. Tang, “Structural, physicochemical and digestive properties
of rice starch modified by preheating and pullulanase treat-
ments,” Carbohydrate Polymers, vol. 313, article 120866, 2023.

S.J. Wang, C. Chao, J. J. Cai, B. Niu, L. Copeland, and S. Wang,
“Starch-lipid and starch-lipid-protein complexes: a compre-
hensive review,” Comprehensive Reviews in Food Science and
Food Safety, vol. 19, no. 3, pp. 1056-1079, 2020.

T.J. Zhang, E. Q. Guan, Y. L. Yang, L. L. Zhang, Y. X. Liu, and
K. Bian, “Comparison and mechanism analysis of the changes
in viscoelasticity and texture of fresh noodles induced by wheat
flour lipids,” Food Chemistry, vol. 397, article 133567, 2022.

H. X. Qin, D. Y. Ma, X. Huang, and T. C. Guo, “Accumulation
of glycolipids in wheat grain and their role in hardness during
grain development,” The Crop Journal, vol. 7, no. 1, pp. 19-29,
2019.

L. Zhang, W. B. Liu, P. B. Brown et al,, “Utilization of raw and
gelatinized starch by blunt snout bream Megalobrama ambly-
cephala as evidenced by the glycolipid metabolism, glucose tol-
erance and mitochondrial function,” Aquaculture, vol. 529,
article 735603, 2020.

A. Apriyanto, J. Compart, and J. Fettke, “A review of starch, a
unique biopolymer-structure, metabolism and in planta mod-
ifications,” Plant Science, vol. 318, article 111223, 2022.

B. Wiktor, K. Magdalena, Z. Gabriela, and G. Halina, “The
influence of starch hydrolyzate on physicochemical properties
of pastes and gels prepared from oat flour and starch,” Journal
of Cereal Science, vol. 70, no. 1, pp. 16-22, 2016.

R. J. N. Tiozon, J. Fettke, N. Sreenivasulu, and A. R. Fernie,
“More than the main structural genes: regulation of resistant
starch formation in rice endosperm and its potential applica-
tion,” Journal of Plant Physiology, vol. 285, no. 1, article
153980, 2023.

B. Margit, J. Mario, and B. Thomas, “Starch re-crystallization
kinetics as a function of various cations,” Starch-Stirke,
vol. 63, no. 12, pp. 792-800, 2011.

C.Li, Y. M. Hu, and E. P. Li, “Effects of amylose and amylopec-
tin chain-length distribution on the kinetics of long-term rice
starch retrogradation,” Food Hydrocolloids, vol. 111, article
106239, 2021.

Journal of Food Processing and Preservation



	Improvement of Properties of Gelatinization and Retrogradation of Adzuki Bean Starch by Adding Glycolipid
	1. Introduction
	2. Materials and Methods
	2.1. Materials and Reagents
	2.2. Sample Preparation
	2.3. Measurement of Properties
	2.3.1. Measurement of Element Components of Adzuki Bean Flour
	2.3.2. Measurement of the Gelatinization and Retrogradation (Aging) of Adzuki Bean Flour via DSC Method
	2.3.3. Fitting Treatment of the Avrami Equation

	2.4. Experimental Design
	2.5. Statistical Analysis

	3. Results and Analysis
	3.1. Gelatinization Characteristics of Different Varieties of Adzuki Bean Flour, Starch, and Defatted Starch
	3.2. Correlation Analysis of the Gelatinization and Aging Parameters of Adzuki Bean Flour and Components
	3.3. Effect of Sugar Esters on the Gelatinization and Aging Characteristics of Adzuki Bean Flour

	4. Conclusion
	Data Availability
	Conflicts of Interest
	Acknowledgments



