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Abstract: In the present study, a Box-Behnken design of response surface methodology (RSM) was
employed to optimize the processing factors (force: 100, 150, and 200 kN; speed: 3, 5, and 7 mm/min;
and temperature: 40, 60, and 80 °C) for extracting pumpkin seeds oil under uniaxial compression.
The design generated 15 experiments including twelve combinations of factors and three replicates at
the center point. The responses: oil yield (%), oil expression efficiency (%), and energy (J) were calcu-
lated, and the regression models determined were statistically analyzed and validated. The optimum
factors combination: 200 kN, 4 mm/min and 80 °C predicted the oil yield of 20.48%, oil expression
efficiency of 60.90%, and energy of 848.04 J. The relaxation time of 12 min at the optimum factors
increased the oil efficiency to 64.53%. The lower oil point force was determined to be 57.32 kN for
estimating the maximum oil output. The tangent curve and generalized Maxwell models adequately
(R? = 0.996) described the compression and relaxation processes of pumpkin seeds oil extraction.
Peroxide value increased with temperatures. The study provides detailed information useful for
processing different bulk oilseeds under uniaxial loading for optimizing the mechanical oil pressing
in large-scale oil production.

Keywords: oilseeds; response surface methodology; oil expression efficiency; energy demand;
compression process; relaxation process

1. Introduction

Pumpkin (Cucurbita pepo L.) is one of the most cultivated cucurbit crops in the world [1].
The amount of oil found in many types of pumpkin seeds varies from 40 to 60 wt.% [2—4].
The seeds are used for commercial oil extraction for food and health benefits [5]. The unre-
fined pumpkin oil is of high quality for its taste, aroma, and color, which are the character-
istics defining the use of pumpkin oil for salads and cold dishes [6]. Recently, pumpkin
seed oil has gained great attention not only as an edible oil but also as a potential nutraceu-
tical [7]. Pumpkin extracts have exhibited remarkable anti-cancer activity against leukemia
K-562 cells. It contains moschatin, a novel ribosome-inactivating protein that effectively
inhibits the growth of targeted melanoma cells M21 [8,9]). The pumpkin seed oil has shown
various other beneficial properties like anti-microbial, anti-hypertensive, anti-arthritic, anti-
inflammatory, and anti-depression activities [7,10]. Other studies have also highlighted
the health properties of pumpkin seed oil against diabetes, neonatal meningitis, diarrhea,
and severe abdominal cramps [7,11-13]. Furthermore, the pumpkin seed oil is recognized
for the treatment of urinary tract infection and other infectious diseases caused by some
virulent Escherichia coli bacteria strain [7,14].

In the literature, various methods of oil extraction of pumpkin varieties have been
reported. These methods include the extraction by supercritical fluid [3,15,16], aqueous
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enzymatic extraction assisted by micro-wave [17], extraction by mechanical screw press-
ing [18-20], extraction by hydraulic pressing [3], and extraction by organic solvent [21].
The extraction with an organic solvent and mechanical /hydraulic pressing is commonly
employed for the commercial production of vegetable oils [3,5,18,22,23]. Industrially,
seed oil recovery is achieved by a sequential process of mechanical expression and -
hexane/solvent extraction [3,18]. However, solvent extraction has been under greater
scrutiny due to its increasing governmental restrictions and consumer concerns regard-
ing the safety of the use of organic solvents in food processing [3]. On the other hand,
the screw /hydraulic pressing operation is still difficult to control, and an important variabil-
ity can be observed on their yield, capacity, and energy consumption [24-26]. The processed
seeds properties such as maturity, variety, moisture content, pretreatments among others,
thus, contribute to the inefficiency of the mechanical pressing [27-30]. It is worth men-
tioning that the design of efficient oil expression systems has always presented a great
challenge; researchers, engineers, and manufacturers are continuously seeking to fully
perceive the phenomenon occurring inside the press to optimize the whole process [18].

In this context, the uniaxial compression process can be used to predict the mechanical
oil expression process. The uniaxial compression loading is the process where the bulk
oilseeds are placed in a pressing vessel of a known diameter that contains holes at the
bottom that allow the oil to escape while retaining the seedcake [31-34]. This process
requires that for processing a particular bulk oilseed, the factors, namely, force, speed, heat-
ing temperature, the volume of bulk material, moisture content, and diameter of pressing
vessel needs to be described in terms of the mechanical behavior (force-deformation curve
characteristics-smooth curve and serration/undulation pattern), oil yield, oil expression
efficiency, and energy demand. Here, the stress relaxation process relates to the maximum
recovery of the residual oil in the seedcake. The stress relaxation behavior of porous solid
material is usually studied to quantify the viscoelasticity of the material where the test
involves the measurement of stress required to maintain the deformation as a function
of time at a constant strain [35]. Understanding first the uniaxial compression and re-
laxation processes would help in optimizing the mechanical screw press, especially for
rural-based operations. Most importantly, to reduce the time-consuming nature of the
classical experimental approach as well as to minimize cost, it is important to use appro-
priate experimental design. The response surface methodology (RSM) has been identified
as an efficient statistical tool for analyzing the effects of several independent variables or
processing factors on the responses [36]. RSM has an important application in the process
design and optimization as well as the improvement of the existing design. The primary
purpose of RSM is to determine the optimum operating conditions of the system and/or
to determine the threshold, which satisfies the operating specifications [37,38]. Based on
the available information, the RSM has not been used for the modelling and optimiza-
tion of the processing factors of bulk oilseeds oil extraction under uniaxial compression
loading. The RSM need to be applied to the oil extraction process of bulk oilseeds under
uniaxial loading.

Therefore, the objectives of the present study are to optimize the processing factors of
pumpkin seeds oil extraction in terms of (oil yield, oil expression efficiency, and energy),
to describe theoretically the compression and relaxation processes of bulk pumpkin seeds
oil expression, to describe the UV-visible spectral curves of pumpkin seeds oil under
different pretreatment temperatures and to determine some of the chemical properties
(peroxide value, acid value, and free fatty acid) of the pumpkin seed oil under pretreatment
temperatures for quality usage.

2. Materials and Methods
2.1. Materials

Twelve kilograms of whole pumpkin seeds procured from Stfedni, Prague 6, Czech
Republic, were used in this study. Before the experimental procedures as described below,
the pumpkin seeds were kept under laboratory conditions of a temperature of 22 °C



Processes 2021, 9, 540

30f27

and humidity of 30%. Unwanted materials such as hulls without seeds and dust among
others were removed before the determination of the physical, chemical, and mechanical
properties of pumpkin seeds and oil under different pretreatment temperatures.

2.2. Determination of Moisture and Oil Content

The standard hot air oven method (MEMMERT GmbH + Co. KG, Buechenbach,
Germany) with a temperature setting of 105 °C and a drying time of 17 h [39,40] was used
to determine the moisture content of the pumpkin seeds. The electronic balance Kern
440-35 (Kern & Sohn GmbH, Balingen, Germany) with an accuracy of 0.001 g was used
for weighing the samples before and after oven drying. Using the relation given by [41],
the moisture content was calculated to be 6.37 £ 0.24 (% w.b.). By the Soxhlet extraction
procedure [42,43], the percentage of oil content in pumpkin seeds was determined to be
33.53 £ 1.16 [41]. The procedure follows that a sample of mass of 10 g was ground in a mini
grinder. The ground sample was packed into a thimble and cotton wool was placed atop
and then inserted into the Soxhlet extractor. The extractor was then connected to a 150 mL
round bottom flask containing 100 mL of petroleum ether. The arrangement was placed
under a heating source at 160 °C where the solvent was heated to reflux for 24 h. After
the oil has been extracted, it was dried in an oven at 80 °C for 5 h to remove the residual
solvent followed by its percentage calculation according to the relation given by [41].

2.3. Preliminary Experiments

Preliminary experiments were conducted to determine the maximum force for ex-
tracting the oil from the pumpkin seeds with the speed, heating temperature, volume
of bulk seeds and vessel diameter. The vessel diameter of 60 mm with a plunger and
an initial pressing height of the samples measured at 60 mm (77.44 g) were considered.
For a maximum force of 250 kN considering the above-mentioned factors, the serration
effect was observed after 200 kN on the force-deformation curve. The serration effect is
characterized by the ejection of the seedcake through the holes of the pressing vessel, which
thus affects the compression process. Based on the results of the preliminary experiments,
the Box-Behnken design (BBD) was used to plan the combination of the factors for the
full experiments.

2.4. Experimental Design

Three processing factors namely force, speed and temperature were studied with
their effect on the deformation, oil yield, oil expression efficiency and energy of pumpkin
seeds oil extraction. A Box-Behnken Design of Response Surface Methodology [40,44]
was employed where each factor was set at three levels. The complete design consisted
of 15 experiments including twelve combinations of factors and three replicates at the
center point. The mathematical equation defining the Box-Behnken design is expressed in
(Equation (1)) as follows:

K K kK k
Y =Bo+ ) BiXi+ Z BiX? + ) ) ByXiX )

i=1 i=1 i

where Y is the response variable; i and j are linear and quadratic coefficients; (3, 3;,B;,
and f; are the regression coefficients in the intercept, linear, quadratic and interaction
terms respectively; X; and X; are the independent variables and k is the number of factors.
The factors were coded as (1,0 and +1) based on equation (Equation (2)) [45,46] as follows:

X=X

Xi = @

where x; is the coded value of the ith variable, X; is the uncoded value of the i test variable
and X is the uncoded value of the i test variable at the center point.
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2.5. Heating Pretreatment of Bulk Pumpkin Seeds

The laboratory temperature of 20 °C of the bulk samples of pumpkin seeds served
as the control of the experiment. Using the conventional oven method (MEMMERT
GmbH + Co. KG, Buechenbach, Germany), the bulk samples were preheated at temper-
atures of 40, 60, and 80 °C at a time duration of 30 min before the compression tests
with other factors combination which was set directly in the universal-compression test-
ing machine (TEMPOS spol. s.r.0., Opava, Czech Republic (Machine Service); ZDM 50,
VEB Werkstoffpriifmaschinen Leipzig, Germany).

2.6. Compression Tests and Calculated Responses

The universal compression-testing machine together with the pressing vessel of di-
ameter 60 mm with a plunger were used for the compression tests (Figure 1). Each factors
combination (force, speed, and temperature) produced the force-deformation curve data
where the responses (oil yield, oil expression efficiency, and energy) were calculated ac-
cording to the relations given by [33,42,43,47,48]. The energy is characterized by the area
under the force-deformation curve according to the trapezoidal rule [33].

®) ®) ©

Figure 1. Uniaxial compression process of pumpkin seeds: (A) Oil point identification and oil
extraction; (B—1) Bulk pumpkin seeds, (B-2) Measured sample before oil extraction, (B-3) Sample
seedcake after oil extraction, (B—4) Sample oil through Soxhlet extraction, (B-5) Compressed oil at
20 °C (Control), (B-6) at 40 °C; (B-7) at 60 °C, (B-8) at 80 °C, and Soxhlet extraction setup (C).

2.7. Spectrophotometric Analysis of Oil Samples

A UV-VIS spectrophotometer (VIS V-10 Plus, Giorgio Bormac S.r.l., Carpi, Italy)
was used to describe the absorbance and transmittance of the oil samples (control and
heated) at different wavelengths. This was to measure the incident light absorbed and
light transmitted through the oil samples, which can be used for UV radiation problems on
human health [49,50].

2.8. Determination of Chemical Properties of Oils Samples

The peroxide value (PV), acid value (AV), and free fatty acid (FFA) of pumpkin seed
oil extracted at laboratory temperature of 22 °C and pretreatment temperatures from 40 °C
to 80 °C were determined using the procedures described by [50-52]. For PV, 5 g of the oil
sample was weighed into a volumetric flask. This was dissolved in 30 mL of chloroform
and a glacial acetic acid mixture of ratio (2:3). The mixture was shaken vigorously for
exactly 1 min. Thereafter, 30 mL of distilled water was added. The mixture was titrated
with 0.1 M sodium thiosulphate solution until the yellow color disappeared using 1 mL of
1% starch as an indicator. Peroxide value was expressed as (meq O, /kg). For AV and FFA
determination, 5 g of the oil samples were weighed into a volumetric flask, then 100 ml
of neutralized ethanol (warmed up to 60-65 °C) was added together with a 2 mL of 1%
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phenolphthalein and immediately titrated with an ethanolic KOH (0.1 Normality) up to
light pink color. AV and FFA were expressed as (mg KOH/g oil). Three measurements
were made, and the mean and standard deviations were calculated.

2.9. Statistical Evaluation of Experimental Data

All experiments were repeated thrice, and the mean and standard deviations were
calculated and presented. The experimental data were evaluated statistically using the
STATISTICA software (version 13) [53]. The response surface regression technique (General
Linear Models) was employed for the data analysis. The obtained regression models were
evaluated based on the values of the lack-of-fit and the coefficient of determination (R?).
The significance of each coefficient was determined by using the F-test obtained from
the analysis of variance (ANOVA) that was generated [44]. The profiles for predicted
and desirability for the responses were plotted using the same software. Additional
experiments were done to confirm the results of the optimum factors derived from the
regression analysis.

3. Results
3.1. Preliminary Test of Pumpkin Seeds under LaboratoryTemperature

The mean and standard deviation values of the preliminary experiments of pumpkin
seeds oil extraction at a laboratory temperature of 20 °C are given in Table 1. The responses:
deformation, oil yield, oil expression efficiency, and energy were calculated with the varying
processing factors—speeds and forces. The deformation values decreased from speed 3 to
5 mm/min and then increased at 7 mm/min. Oil yield, oil extraction efficiency and energy
decreased linearly with the increasing speeds. The force increments also increased all the
above-mentioned responses. The oil extraction efficiency of 39.59% with corresponding
energy of 800.70 ] was achieved at a minimum speed of 3 mm/min and a maximum force
of 200 kN. The processing factors were further subjected to a response surface regression
analysis based on a Box-Behnken Design of the experiment to determine their optimum
values as described in the succeeding sections.

Table 1. Mean and standard deviation values of the responses of pumpkin seeds oil at 20 °C under
the effect of the processing factors (speed and force).

Speed Force Dx

(mm/min) (kN) N (mm) Oy (%) Ok (%) Ex ()
3 100 3 458 £227 1041 £105 3096+ 312  487.77 + 494
3 150 3 4891 +033 1091+ 034 32454100 64794 + 15.11
3 200 3 4876 £ 064 13314023 3950+ 069 80070 + 3248
5 100 3 4596+ 090 7524122 2236364  469.99 + 2532
5 150 3 47334232 9764051 2903 +152 58917+ 17.92
5 200 3 4761 £142 1147 £037 3411+110 72157 4+ 24.15
7 100 3 4748+ 043  517+032 1536+094 45845 + 950
7 150 3 4701 £161 823+017 2449+ 050 559.53 4 42.69
7 200 3 48574078 9884052 2939 +156 70746+ 19.95

N: Number of samples repetitions; Dx: Deformation (mm); Oy: Oil yield (%); Ogg: Oil expression efficiency (%);
En: Energy (J).

The effect of the processing factors on the calculated responses was statistically ana-
lyzed using the ANOVA multivariate tests of significance. Based on the results given in
Table 2, the varying speeds and forces had a significant effect (p < 0.05) on the responses.
However, the interaction effect appeared non-significant (p < 0.05). The observed and
predicted values of energy demand for the output oil is plotted in Figure 2 indicating the
significance of the determined regression models as elaborated further in the Supplemen-
tary Materials (Section 3.12).
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Table 2. ANOVA multivariate tests of significance of the effect of the processing factors on the
calculated responses.

Effect Test Value F-Value Effect Error p-Value

df df
Intercept Wilks 0.00 14,925.31 3.00 16.00 <0.05*
Speed (mm/min) Wilks 0.08 13.87 6.00 32.00 <0.05 *
Force (kN) Wilks 0.02 29.53 6.00 32.00 <0.05 *
Speed x Force Wilks 0.36 1.65 12.00 42.62 >0.05 "

* Significant (p < 0.05); ™ Non-significant (p > 0.05).

700

650

600

Predicted Values

400

350
400 450 500 550 600 650 700 750 800 850 900

Observed Values

Figure 2. Observed and predicted values of energy, Ex (J) at 20 °C.

3.2. Effect of Pretreatment on Force-Deformation Curves of Pumpkin Seeds

The maximum force of 200 kN was determined at speeds (3, 5, and 7 mm/min) for
extracting the pumpkin seeds oil at a laboratory temperature of 20 °C (Figure 3). Exceeding
this limit initiated the serration effect. The maximum force region with the speed, volume
of seeds and diameter of pressing vessel without the serration characteristics relate to high
oil recovery. However, it is important to mention that not only is the oil recovery efficiency
dependent on the above-mentioned processing factors but also the moisture content of the
bulk oilseeds and pretreatment methods such as heating [54].

The force-deformation curves of the combination of the factors for all the experiments
are illustrated in Figures 4-6. The curves showed a smooth behavior denoting maximum
oil recovery. The factors levels at 200 kN, 5 mm/min, and 80 °C recorded 14.60 g of
oil followed by the factors levels 150 kN, 3 mm/min, and 80 °C of 14.26 g then 200 kN,
3 mm/min, and 60 °C of 14.16 g.
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Figure 3. Determination of the maximum force for pumpkin seeds oil extraction at 20 °C.
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Figure 4. Force-deformation curves of pumpkin seeds at 40 °C for different factors combination
showing the energy demand of the oil extraction process, as a representation of the other factors.
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Figure 5. Force—deformation curves of pumpkin seeds at 60 °C for different factors combination.
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Force_200 kN_Speed_5 mm/min_Temperature_80 °C

Figure 6. Force-deformation curves of pumpkin seeds at 80 °C for different factors combination.

3.3. Spectral Curves of Pumpkin Seeds Oil at Pretreatment Temperatures

The absorbance of pumpkin seeds oil at temperatures between 20 °C and 80 °C was
measured at a wavelength range from 325 nm to 600 nm (Figure 7). At wavelength between
355 nm and 350 nm, the control oil sample at 20 °C showed a peak of absorbance value
of approximately 2.0. The absorption maximum of the oil samples was observed at the
wavelength value of 425 nm. The increase in heating temperatures from 40 °C to 80 °C
increased the absorbance value from 0.75 to 2.3. At wavelength values between 475 nm
and 575 nm were observed the absorption minimum. The refraction of the absorbance
and wavelength curves of the oil samples gives the transmittance-wavelength curves.
This is explained in the Supplementary Materials (Section 3.12). The importance of these
indicators is also substantiated in the Discussion (Section 4).
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Figure 7. Absorbance versus wavelength of pumpkin seeds oil at room and heating temperature.

3.4. Chemical Properties of Oil Samples

The extracted pumpkin seed oil at room temperature and pretreatment temperatures
between 40 °C and 80 °C were analyzed for the peroxide value (PV), acid value (AV) and
free fatty acid (FFA) compositions. The means and standard deviations of the compositions
are given in Table 3. It was observed that the increase in temperatures increased the
PV values whereas that of AV and FFA showed both increasing and decreasing trends
along with temperatures. The correlation results showed significant (p < 0.05) for PV with
correlation efficiency of 85% but AV and FFA were non-significant (p > 0.05). The statistical
parameters of the determined amounts and regression model for PV with temperature
effect are given in Tables 4 and 5. The ratio of the t-value and the model coefficient gives the
standard error. The smaller standard error values obtained show the statistical accuracy of
the regression model for predicting the PV of pumpkin seed oil under temperature changes.

Table 3. Mean and standard deviation of pumpkin seed oil compositions under temperature effect.

Temperature Peroxide Value (PV), Acid Value (AV), Free Fatty Acid
°C (meq Oy/kg) (mg KOH/g oil) (FFA), mg KOH/g
22 55+ 0.707 1.136 £+ 0.019 0.571 £+ 0.009
40 5.5+ 0.707 1.112 £ 0.016 0.559 4 0.008
60 8+ 1414 1.167 £ 0.016 0.587 4 0.008
80 9+1414 1.166 £+ 0.016 0.586 + 0.008

Table 4. Test of sum of squares whole model of dependent variables under temperature effect.

Dependent Variables R R? F P
PV 0.845 0.714 14.964 <0.05
AV 0.641 0.409 4.157 >0.05
FFA 0.641 0411 4.188 >0.05

PV: Peroxide value; AV: Acid Value; FFA: Free Fatty Acid; R: Correlation; R?: Coefficient of determination.
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Table 5. Regression model of PV of pumpkin seed oil under temperature effect.

Dependent Variable Model St;?iarrd T-Value P
Intercept 3.594 0.958 3.750 <0.05
Temperature 0.067 0.017 3.868 <0.05

3.5. Box—Behnken Design of the Factors Combination

The Box-Behnken Design (BBD) of the processing factors combination produced
15 experiments in total. From the bulk samples initial weight of 77.44 g, the calculated
parameters were the mass of oil, deformation (Table 6), oil yield, oil expression efficiency
and energy (Table 7). The values of the mass of 0il, oil yield, and oil expression efficiency
ranged from 7.46 to 14.6 g, 9.63 to 18.85%, and 28.64 to 56.06%. The corresponding
deformation and energy values ranged from 45 to 47.6 mm and 492.24 to 834.26 ]. It was
observed that the factors combination (with their coded values) of 200 (1) kN, 5 (0) mm /min,
and 80 °C (1) produced the highest oil expression efficiency of 56.06% with the energy
utilization of 832.03 ] (Table 8). The optimum values of these factors combination and their
validation are established in the succeeding sections.

Table 6. Box-Behnken Design of the combinations of factors for pumpkin seeds oil extraction.

Run X7 (kN) Xo(mm/min) X3(°C) My (g) M.(g) M, (g) Dx(mm)
1 100 (1) 3(-1) 60 (0) 77.44 66.54 10.90 4432
2 200 (1) 3(-1) 60 (0) 77.44 63.28 14.16 48.05
3 100 (~1) 7(1) 60 (0) 77.44 68.99 8.45 43.87
4 200 (1) 7(1) 60 (0) 77.44 65.56 11.88 47.88
5 100 (-1) 5(0) 40 (1) 77.44 69.98 7.46 45.00
6 200 (1) 5(0) 40 (1) 77.44 66.93 10.51 4707
7 100 (1) 5(0) 80 (1) 77 44 66.94 10.50 46.66
8 200 (1) 5(0) 80 (1) 77.44 62.84 14.60 47.60
9 150 (0) 3(-1) 40 (—1) 77.44 67.28 10.16 45.18
10 150 (0) 7 (1) 40 (1) 77.44 69.02 8.42 42.99
11 150 (0) 3(-1) 80 (1) 77.44 63.18 14.26 4515
12 150 (0) 7 (1) 80 (1) 77.44 64.49 12.95 4552
13 150 (0) 5(0) 60 (0) 77 44 66.77 10.67 4473
14 150 (0) 5(0) 60 (0) 77 44 66.52 10.92 46.60
15 150 (0) 5(0) 60 (0) 77.44 66.54 10.90 45.66

Xi: Force (kN); Xa: Speed (mm/min); X3: Temperature (°C); My,: Initial mass of samples before oil extraction; My,:
Mass of seedcake after oil extraction; My,: Mass of oil calculated; Dx: Deformation (mm) obtained from the output data.

Table 7. Coded values of the combinations of factors for pumpkin seeds oil extraction.

Run X; (kN) X, (mm/min)  X; (°C) OY (%) OEE (%) EN ()
1 100 (-1) 3(-1) 60 (0) 14,08 41,85 537.36
2 200 (1) 3(-1) 60 (0) 18,29 54,37 834.26
3 100 (-1) 7 (1) 60 (0) 10,91 32,45 49224
4 200 (1) 7 (1) 60 (0) 15,34 45,62 804.13
5 100 (-1) 5(0) 40 (-1) 9,63 28,64 502.56
6 200 (1) 5(0) 40 (-1) 13,57 40,36 767.76
7 100 (-1) 5(0) 80 (1) 13,56 40,32 514.91
8 200 (1) 5(0) 80 (1) 18,85 56,06 832.03
9 150 (0) 3(-1) 40 (-1) 13,12 39,01 701.97
10 150 (0) 7 (1) 40 (-1) 10,87 32,33 599.31
11 150 (0) 3 (-1) 80 (1) 18,41 54,76 696.76
12 150 (0) 7 (1) 80 (1) 16,72 4973 645.96
13 150 (0) 5(0) 60 (0) 16,36 48,65 662.55
14 150 (0) 5(0) 60 (0) 16,68 49,61 675.98
15 150 (0) 5(0) 60 (0) 14,08 41,85 671.73

Xj: Force (kN); X»: Speed (mm/min); X3: Temperature (°C); Oy: Oil yield (%); Ogg: Oil expression efficiency (%);
En: Energy (J).
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Table 8. Response surface regression analysis for oil yield, Oy (%).

Effect Model @ Oy (%)  Standard Error =~ Sum of Squares, SS DF Mean Square, MS F-Value
Intercept 15.71 0.59 110.5 9 12.27 11.93 *
X1 2.23 0.36 39.93 1 39.93 38.80 *
X% -0.97 0.53 3.44 1 3.44 3.35™ms
Xa -1.26 0.36 12.62 1 12.62 12.26 *
X3 -0.09 0.53 0.03 1 0.03 0.03
X3 2.54 0.36 51.77 1 51.77 50.31*
X3 -0.84 0.53 2.58 1 2.58 2,511
X1-Xo 0.05 0.51 0.01 1 0.01 0.01 ™
X1-X3 0.34 0.51 0.46 1 0.46 0.45"M
X2-X3 0.14 0.51 0.08 1 0.08 0.07 s
Residual 5.15 5 1.03
Lack of Fit 1.10 3 0.37 0.18 ™
Total SS 115.62 14

Oy: Oil Yield; X;: Force (kN); X5: Speed (mm/min); X3: Temperature (°C); DF: Degree of freedom; * Significant (p < 0.05); ™ Non-significant
(p > 0.05); 2 Coefficient of determination (R?): 0.955.

3.6. Determined Regression Models of the Responses

The principal responses in relation to the processing factors or the factors combination
for extracting the pumpkin seed oil under uniaxial compression are the oil yield (%),
oil expression efficiency (%) and energy (J). The results of the response surface regression
analysis are presented in Tables 8-10, respectively. For all the responses, the coefficients of
the linear terms of the regression models with the oil processing factors were significant
(p < 0.05), whereas that of the quadratic and the linear interaction terms were not significant
(p > 0.05). The determined regression models of the responses are expressed in equations
(Equations (3)—(5)). The smaller standard error values thus explain the precision of the
coefficients of the processing factors for predicting the responses. The non-significance
(p > 0.05) of the lack-of-fit confirms the reliability of the determined models.

Oy (%) = 15.71 +2.23-X; — 1.26-X + 2.54-X 3)
OEE((VO) =46.70 + 6.64-X1 — 3.73-X, + 7.56-X3 4)
En(J) = 670.09 + 148.89-X; — 28.59-X5 + 14.76-Xs. 5)

Table 9. Response surface regression analysis for oil expression efficiency, Ogg (%).

b
Effect lggsa) ) Standard Error ~ Sum of Squares, SS DF Mean Square, MS F-Value
Intercept 46.70 1.74 976.8 9 108.53 11.93 *
Xi 6.64 1.07 353.02 1 353.02 38.80 *
X2 -2.87 1.57 30.45 1 30.45 3.35M
Xz -3.73 1.07 111.55 1 111.55 12.26 *
X3 -0.26 1.57 0.25 1 0.25 0.03 1
X3 7.56 1.07 457.76 1 457.76 50.31 *
X3 -2.49 1.57 22.85 1 22.85 2517
X1-Xp 0.16 1.51 0.11 1 0.11 0.01ms
X1-X3 1.01 1.51 4.06 1 4.06 0.45ns
X2-X3 0.41 1.51 0.68 1 0.68 0.07 ns
Residual 45.45 5 9.09
Lack of Fit 3.25 3 3.25 0.18 "¢
Total SS 1022.28 14

Ogg: Oil Expression Efficiency (%); Xi: Force (kN); X,: Speed (mm/min); X3: Temperature (°C); DF: Degree of freedom; * Significant
(p < 0.05); ™ Non-significant (p > 0.05); b Coefficient of determination (R2): 0.955.
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Table 10. Response surface regression analysis for energy, Ex (]).

Effect. Model € Ey (J) Standard Error =~ Sum of Squares, SS DF Mean Square, MS F-Value
Intercept 670.09 8.57 187,554.5 9 20,839.39 94.64 *
X1 148.89 525 177,341.09 1 177,341.09 3764.24 *
X% —4.89 7.72 88.21 1 88.21 1.87 1
Xa —28.59 525 6538.17 1 6538.17 138.78
X% 1.80 7.72 11.94 1 11.94 0251
X3 14.76 5.25 1742.37 1 1742.37 36.98*
Xé -10.89 7.72 437.48 1 437.48 9.29 1
X1:-Xa 3.75 7.42 56.15 1 56.15 1.19 s
X1-X3 12.98 7.42 673.84 1 673.84 14.30 M
X2-X3 12.97 7.42 672.50 1 672.50 14.27 ™
Residual 1101.02 5 220.20
Lack of Fit 1006.8 3 335.6 7121
Total SS 188,655.5 14

En: Energy (J); Xi: Force (kN); X3: Speed (mm/min); X3: Temperature (°C); DF: Degree of freedom; * Significant (p < 0.05); " Non-significant
(p > 0.05); © Coefficient of determination (R?): 0.994.

3.7. Optimum Processing Factors for Oil Extraction

The optimum factors: X; =200 (+1) kN; X, =5 (0) mm/min and X3 = 80 (+1) °C repre-
senting the force, speed, and temperature were determined from the regression profiling.
The corresponding values of the responses: oil yield, oil expression efficiency, and energy
were 19.02%, 56.56%, and 837.33 ], respectively. These amounts using the established regres-
sion models (Equations (1)-(3)) predicted the responses to be 20.48%, 60.90%, and 848.04 J.
These amounts were validated by additional experiments with the optimum factors as
presented in Table 11. At optimum speeds of 4 and/or 5 mm /min, the oil yield, and oil
expression efficiency increased at a relaxation time of 12 min. This explains that after the
compression process, the relaxation process is necessary to recover some of the residual
oil in the seedcake. The profiles for the predicted values and their desirability values for
estimating the responses are displayed in Figures 8 and 9. Ideally, the desirability values
are between 0 and 1 or 0 and 100%. The higher the desirability value the better the response
estimates with the predictors. A desirability value of 1 or 100% was obtained for all the
factors for predicting the responses.

Table 11. Optimum, predicted, and validated values of the factors X; = 200 (+1); X, = 5 (0) and
X3 =80 (+1).

Optimum Values Predicted Values Validated Values
(Profiles for Predicted) (Regression Model) (Experimental)

19.06 *
19.78 2
OY (%) 19.02 20.48 20.76 *
21.70b

Responses

56.66 *
58.83
OEE (%) 56.56 60.90 61.74 *
64.53 P

826.10 *2
841.97 *b

Xj: Force (kN); X: Speed (mm/min); X3: Temperature (°C); * and ** *b. Without relaxation process for X =5 (0)
and X, =4 (-0.5); @ Relaxation at 12 min for X, = 5 (0); ® Relaxation at 12 min for X = 4 (-0.5).

EN (J) 837.33 848.04
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Figure 8. Profiles for predicted values and desirability for oil expression efficiency, Ogg (%).
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Processes 2021, 9, 540

14 of 27

3.8. Percentage Error, Pareto Chart, and Box—Cox Effects on the Responses

The values of the responses were further validated based on the calculation of the per-
centage error. The percentage error or percentage change is the measure of the experimental
and theoretical values. The percentage error values ranged from 0.72 to 8.30% indicating the
reliability of the data (Table 12). In addition to that, the Pareto chart standardization effect
of the responses: oil expression efficiency and energy, are illustrated in Figures 10 and 11.
Only the linear terms of temperature and force were significant (p < 0.05) for predicting the
oil expression efficiency of pumpkin seeds compared to the other terms of the factors and
their interactions which were not significant (p > 0.05). For energy, all the linear terms of
the factors were significant (p > 0.05). However, the quadratic and interaction terms of the
factors were not significant.

Table 12. Percentage error values of the responses from the regression and tangent models.

Responses Values PE (%)
Oy g(%) 21.70
Oy 1(%) 20.48 596
Okgg_g(%) 64.53
Ok 1(%) 60.90 5.96
Ene () 841.97
_ 0.72
En g 1(]) 848.04 8.30
En T 2(]) 918.15 ’

PE: Percentage Error; Oy g: Experimental oil yield; Oy t: Theoretical oil yield; Ogg_g: Experimental oil expression
efficiency; Ogg_t: Theoretical oil expression efficiency; En g: Experimental energy; Ex 1 1: Theoretical energy at

X2 =5 (0) mm/min; Ey T 2: Theoretical energy at X, = 4 (-0.5) mm/min.

@B)Temperatue (0C)(L)
(Force (kN)(L)
@)Speed (mm/min)(L)
Force (kN)Q)
Temperature (0C)(Q)
1Lby3L

2Lby3L

Speed (mm/min)(Q)

1Lby2L

-1.30508

-1.13059

0.4767542

0.1952422

-0.118512

0.0771888

5.059953 1

4.443512

-2.49787

p=0.05

Standardized Effect Estimate (Absolute Value)

Figure 10. Pareto chart of standardization effect for oil expression efficiency, Ogg (%).
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(1)Force (kN)(L) — 61.353
(2)Speed (mm/min)(L) -11.7805
(3)Temperature (0C)(L) 6.081415
1Lby3L 3.781933
2Lby3L 3.778154
Temperature (0C)(Q) 3.04728
Force (kN)(Q) -1}36836
1Lby2L 1.091729
Speed (mm/min)(Q) 0.3034563
p=0.05

Standardized Effect Estimate (Absolute Value)
Figure 11. Pareto chart of standardization effect for energy, Ey (]).

3.9. Fitted Response Surface Plots Verses Processing Factors

The response surface plots of the interaction effect of the processing factors (force
and temperature) at constant speed 5 (0) mm min™ on the responses (oil yield (Oy),
oil expression efficiency (Ogg), and energy (En)) of pumpkin seeds compression process,
are illustrated in Figures 12-14, respectively. In Figure 12, the increase in force from 100 kN
(-1) to 200 kN (+1) increased the Oy of 14.2% and the increase in temperature from 40 °C
(1) to 80 °C (+1) also increased the amount Oy of 15%. Their combined effect caused an
increase of 19.6%. The corresponding Ogg is shown in Figure 13. The individual factors
and their interactions produced Ogg values of 42.5%, 45% and 58%. On the other hand,
the force increments did increase the energy of 775 J for extracting the pumpkin seeds oil,
whereas the temperature increments neither increase nor decrease the energy (Figure 14).
Nevertheless, the force-temperature interaction effects increased the energy from 500 J
to 840 J. In all, the linear function better fitted the responses with their factors than the
quadratic function. Furthermore, the speed factor and its interaction with the force and
temperature at fixed values are also discussed in the Supplementary Materials. The results
of the 3D response plots thus confirm the established regression models.

G0 PRRTO

->‘18
<18
B <16
E<‘14
-<12
-<10

Figure 12. Response surface plots of the combined effect of force (kN) and temperature (°C) on oil
yield of pumpkin seeds.
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Figure 13. Response surface plots of the combined effect of force (kN) and temperature (°C) on oil
expression efficiency of pumpkin seeds.
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Figure 14. Response surface plots of the combined effect of force (kN) and temperature (°C) on
energy of pumpkin seeds.

3.10. Determination of Oil Point Force at Optimum Factors

At optimum factors: Force, X; = 200 (+1); Speed, X, = 4 (0) and 4 (-0.5), and Tem-
perature, X3 = 80 (+1), the lower oil point force with the corresponding oil point yield
and oil point energy of pumpkin seeds was determined from the observed deformation
value of 46.96 mm at a maximum force of 200 kN as given in Table 13. The lower oil point
was detected at a deformation value of 42.25 mm for speed 5 mm/min and 42.48 mm for
4 mm/min. The deformation value of 46.96 mm was the upper oil point threshold for

higher oil output regarding the diameter of the pressing vessel, initial pressing height of
bulk seeds, force, speed, and pre-treatment method.
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Table 13. Oil point analysis of pumpkin seeds at optimum temperature, X3 of 80 °C.

Variable DXop (mm) FRop (kN) YDgp (%) ENop ()
X2 =5(0) 42.25 (46.96 **) 49.87 6.99 331.88
*Xp =4 (-0.5) 42.48 (46.96 **) 57.32 8.68 360.77

Xz and *X;: Speed (mm/min) and coded values; DXpp: oil point deformation; FRop: oil point force; YDgp: oil
point yield and ENgp: oil point energy; ** Upper oil point at maximum deformation.

3.11. Compression and Relaxation Curves at Optimum Factors

The compression and relaxation curves at optimum factors: Force, X; = 200 (+1);
Speed, X; =4 (-0.5); and Temperature, X3 = 80 (+1) were theoretically described based
on the tangent curve model [31,32] and the generalized Maxwell model [55-60] with five
elements as given in equations (Equations (6) and (7)), respectively.

F(x) = A-[tan(B-x)]" (6)
o(t) :E1-a~e7%'t+E2-e-e7‘%t+E3 )

The determined coefficients of the models and their statistical evaluation are given
in Tables 14-16. Based on the high values of the coefficient of determination (R? > 0.999),
and the low values of the coefficient of variation (<8%), the applied models accurately
described the compression and relaxation processes of bulk pumpkin seeds under uniaxial
loading. The fitted data is displayed in Figures 15 and 16, respectively. The results are
further explained in the Discussion (Section 4).

Table 14. ANOVA results of the fitted data of the experimental force-deformation curve of pumpkin seeds at optimum
factors X7 =200 (+1); X; =4 (-0.5) and X3 = 80 (+1).

Samples A B
1\? (kN) (mm—l) N ) Fratio -) Fcritical () P value () R2 ()
1 5.848 0.031 2 1.15-10714 3.865 0.991 0.999
2 5.404 0.03 2 1.07-1073 3.847 0.974 1
3 5.029 0.03 2 8.712-107* 3.847 0.976 1
Mean + SD 5427 +£0.410 0.03 £ 0.001 2 6.471-10% £ 0.001  3.853 +£0.010 0.980 4 0.009  0.999 + 0.001

CV (%) 7.55 1.90

N: Samples repetitions; A is the force coefficient of mechanical behavior (kN), B is the deformation coefficient of mechanical behavior
(mm™), 1 is the fitting curve function exponent (-); Xi: Force (kN); X,: Speed (mm/min); X3: Temperature (°C).

Table 15. Determined coefficients of the generalized Maxwell model with five elements at optimum
processing factors (X1 = 200 (+1); X, =4 (-0.5) and X3 = 80 (+1)).

Samples E; Ep E; 1 up
N (MPa) (MPa) (MPa) (MPa - s—1) (MPa - s—1)
1 39.597 9.357 38.658 421.245 990.532
2 33.474 8.445 44.196 356.102 881.34
3 37.476 9.823 39.293 346.998 893.019
Mean =+ SD 36.849 + 9.208 4+ 0.701 40.712 £+ 374.781 £+ 921.630 +
3.109 3.031 40.495 59.966

N: Number of samples repetitions; E;, E; and Ej are coefficients of moduli of elasticity; n; and n; are coefficients
of viscosity.
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Table 16. Statistical analysis of the generalized Maxwell model at optimum processing factors (X; =
200 (+1); Xp = 4 (-0.5) and X3 = 80 (+1)).

Samples Fratio Fritical Pyatue R?
N -) -) ) -)
1 0.035 3.855 0.853 0.996
2 0.032 3.856 0.857 0.994
3 0.045 3.856 0.833 0.995
Mean + SD 0.037 4+ 0.007 3.856 + 0.001 0.847 + 0.013 0.995 + 0.001

N: Samples repetitions; Fyitical > Fratio and Pyajye > 0.05 means significant (Mathcad 14 software); R? is the model
coefficient of determination.

200 T T T T
—— Experimental data
----- Fitted data
150 [ .
—_
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-
<
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—
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0
0 10 50

Deformation (mm)

Figure 15. Fitted compression force and deformation curve of pumpkin seeds at optimum processing
factors (X7 =200 (+1); X5 =4 (-0.5) and X3 = 80 (+1)).
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Figure 16. Fitted relaxation force and time curve of pumpkin seeds at optimum processing factors
(Xq =200 (+1); X5 = 4 (-0.5) and X3 = 80 (+1)).

3.12. Description of the Supplementary Materials

The correlation results of the preliminary experiments are given in Supplementary
Material Tables S1. The speed factor indicated no correlation between deformation and
energy (p > 0.05). Oil yield and oil expression efficiency showed a negative correlation
(p < 0.05) with increasing speed from 3 to 7 mm/min. On the other hand, the force factor

correlated positively (p < 0.05) with all the responses obtaining correlation efficiency values
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between 54% and 95%. The regression models’ coefficients for predicting the responses are
presented in Supplementary Material Table S2. For all the calculated responses, the fac-
tors/predictors were significant (p < 0.05) except the speed for deformation, which was not
significant (p > 0.05). The values of the coefficient of determination (R?) of the regression
models ranged from 0.24 to 0.95. The determined coefficients of the generalized Maxwell’s
model and their statistical evaluation for describing the force relaxation—time curve of
pumpkin seeds at the optimum factors (force: 200 kN; speed: 5 mm/min and tempera-
ture: 80 °C) are given in Supplementary Material Tables S3 and S4. The coefficients were
significant since the values of F o] Were greater than the F,4i0, or the values of Py,
greater than the probability level of 5% (MathCad 14 software). The transformed data of the
force relaxation—-time curve to stress relaxation—time curve is illustrated in Supplementary
Material Figure S1. It shows that the maximum oil obtained from the pumpkin seeds at
the above-mentioned processing conditions was achieved at a maximum stress value of
71 MPa. However, this value is dependent on the applied force and the diameter of the
pressing vessel.

The refraction of the absorbance at the various wavelength is the transmittance as
shown in Supplementary Material Figure S2. It was observed that the transmittance values
of the oil samples at the wavelength range from 360 nm to 425 nm decreased (from 59.27%
to 0.6%) with increased heating temperatures. Here, the control showed both increasing
and decreasing trends. At the wavelength range from 425 nm to 480 nm, all the oil samples
showed increasing transmittance values (from 0.6% to 57.03%). For the wavelength between
480 nm and 600 nm, the transmittance values both increased and decreased. For the control
oil sample, the highest transmittance value of 59.43% was recorded at a wavelength value
of 555 nm, and for the oil samples at heating temperatures of 40 °C, 60 °C, and 80 °C the
transmittance values of 61.9%, 64.97%, and 53.97% were obtained at a wavelength value
of 515 nm.

For force and speed interaction effect on oil yield at a constant temperature of 60 (0) °C
(Supplementary Material Figure S3a), the quadratic and linear fitting functions did not
significantly change the oil yield values. The force increment increased the oil yield value
up to 18% whereas the speed increments decreased the oil yield to 11%. Their combined
effects recorded the oil yield value of approximately 16%. For speed and temperature
at a constant force of 150 (0) kN (Supplementary Material Figure S3b), the temperature
increments increased the oil yield of about 18.5% and the speed produced a similar result
as indicated above. However, their combined effect recorded a 16% reduction. The linear
function highly fitted the interaction of the factors than the quadratic function. Based on
these factors’ combination, the corresponding oil expression efficiency and energy are also
described below. The interaction effect of the force and speed on oil expression efficiency
(Ogg) is shown in (Supplementary Material Figure S3c). The force increments recorded
Ogg of 54%, whereas the speed increments produced approximately 34%. Their combined
effect produced 46% Ogg. For speed and temperature interactions (Supplementary Material
Figure S3d), the speed generated Ogg of 32.5%, whereas the temperature recorded 55%.
Their combined effects produced 52.5%. Here, the linear function highly fitted the interac-
tions of the factors compared to the quadratic function. Finally, at a constant temperature
of 60 °C, the speed increments did not highly increase the energy in comparison with
the force increments, which significantly increased the energy amount of approximately
850 J (Supplementary Material Figure S3e). However, their combined effects produced
about 850 J. At a constant force of 150 (0) kN for the speed and temperature interactions
(Supplementary Material Figure S3f), the speed increments slightly decreased the energy.
The temperature increments also slightly increased the energy until 700 J. Their combined
effects caused a reduction in the energy of around 650 J.

4. Discussion

To determine the optimum conditions for extracting the pumpkin seeds oil under lin-
ear compression loading, the response surface methodology (RSM) was applied using the
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STATISTICA software (version 13). Three independent variables were examined namely
the force, speed, and temperature. These processing factors were coded based on the con-
ditions of the RSM application. The calculated responses were oil yield (%), oil expression
efficiency (%) and energy (J). Regression models were determined for the responses with
the processing factors. It was found that the processing factors had a significant effect on the
responses. While the linear terms had a significant influence on the responses, the quadratic
terms and the interactions had no significant influence. The standard error values of the
coefficients of the linear terms and the intercepts ranged from 1.07 to 8.57 indicating the
certainty of the established models at 95% confidence interval. The determined optimum
processing factors were force: X; = 200 kN (+1); speed: X; = 4 and 5 mm/min (—0.5, 0);
and temperature: X3 = 80 oC (+1). These optimum factors produced oil yield of 19.02%,
which was predicted to be 20.48 using the determined regression models. The optimized
conditions were validated through additional experiments, and the oil yield was calculated
to be 20.76%. Similarly, the oil expression efficiency values of 56.56%, 60.90%, and 61.74%
were obtained. The corresponding energies were 837.33 ], 848.04 J, and 826.10. The en-
ergy at speed 4 mm /min increased by 15.87 ] compared to the energy obtained at speed
5 mm/min. The relaxation time of 12 min under the speed of 4 mm /min increased the oil
yield and oil expression efficiency of 21.70% and 64.53%. This indicates that the relaxation
process with a minimum time of 12 min is essential for recovering the residual oil in the
seedcake, which needs to be done immediately after the compression process. The combi-
nations of the optimal factors showed a desirability value of one or 100%, which explains
the validity of the results. The percentage error of the experimental and theoretical values
of the responses ranged from 0.72% to 8.30% confirming the reliability of the regression
models. The Pareto chart of standardization effect revealed that only the temperature and
force factors had a significant effect (p < 0.05) on the oil yield and oil expression efficiency.
This means that the speed did not significantly influence the above-mentioned responses.
It was found that the force, speed, and temperature had a significant effect on the energy
response. The interaction terms of the force and temperature, speed, and temperature as
well as the quadratic term of temperature were nearer to the significant line, which suggests
the tendency of their effect on the energy response. The quadratic terms of the force and
speed as well as the interaction terms of force and speed had no significant influence on
the energy.

In the literature, temperature affects the density of the fluid, the volatility of the
extract components and the desorption of the extracts from the matrix [60]. [61] observed a
significant increase in the oil extraction yield from Moringa oleifera leaves with the increase
in temperature from 40 °C to 60 °C while the further increase from 60 °C to 80 °C resulted
in only a small increase in the yield. [62] reported the highest 0il yield of jatropha kernels
heated at 80 °C while at a temperature of 40 °C, a lower oil yield was observed. However,
the higher the heating temperature, the higher the acid value and free fatty acid levels which
thus affects the quality of the oil. Based on the area of the pressing vessel, the pressure
or stress was calculated to be 71 MPa. The general hypothesis is that higher pressure will
lead to higher temperature generation and higher oil recovery efficiency. Higher speed
also relates to higher throughput of the material resulting in higher residual oil in seedcake
since less time is available for the oil to drain from the solids. Again, at higher speed,
the viscosity thus remains lower resulting in less pressure build-up and more oil content in
seedcake [19,63-65]. The results obtained thus confirmed the theoretical phenomenon of
the processing factors (force, speed, and temperature) examined in this study.

At the maximum deformation of 46.96 mm was found the highest oil output from
pumpkin seeds. This is described as the upper oil point dependent on the pressing con-
ditions (maximum force, speed, samples pressing height, and diameter of the pressing
vessel). The lower oil point was identified at the deformation value of 42.25 mm with the
corresponding force of 49.87 kN. Here, the oil point yield and energy were calculated to be
6.99% and 331.88 ] at a speed of 5 mm/min. It is important to mention that at an optimal
speed of 4 mm/min, the oil point force, oil point yield and oil point energy increased to
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57.32 kN, 8.68%, and 360.77 ], respectively. The tangent curve and the generalized Maxwell
models were used to describe the compression and relaxation processes of pumpkin seeds
oil extraction. For the tangent model, the coefficients of the force and deformation of
mechanical behavior were determined to be 5.427 4- 0.410 kN and 0.03 4 0.0.001 mm™.
Based on these values, the fitting curve exponent of the tangent model was found to be 2 (-).
The coefficients of determination (R?) of the tangent model coefficients ranged from 0.999
to 1. The use of the tangent curve model follows the boundary conditions of the compres-
sion process that zero force means zero deformation, increasing force relates to maximum
limit deformation and integral of the force, and deformation function denotes energy [31].
Based on these boundary conditions, the theoretical energy can be determined using the
MathCad software (Statsoft, version 14) which is based on the Levenberg-Marquardt algo-
rithm [66]. The coefficients of the generalized Maxwell model with three branches and five
elements (moduli of elasticity and viscosities) were also statistically significant with high
R? values between 0.999 and 1.

The mechanical behavior of the relaxation process involves the compliance of the
condition of constant deformation and strain [59]. The strain is the ratio of the deformation
and initial pressing height of the bulk material [33]. The relaxation force can be changed to
stress relaxation where the stress is the ratio of the force to that of the cross-sectional area
of the pressing vessel [67]. The generalized Maxwell model with three branches and five
elements is based on the components of spring and dashpot. The Hookean law explains the
spring arrangement whereas the Newtonian fluid concept is applied to the dashpot where
the moduli of elasticity and the viscosities of the material need to be determined either
numerically or analytically. The combinations of these components/concepts constitute
the rheological mechanical models, which can be used to describe the viscoelastic behavior
of compressed materials such as bulk oilseeds [59,68,69].

The UV visible absorption and transmittance of pumpkin seeds oil samples of different
heating temperatures of 40 °C, 60 °C, and 80 °C were evaluated at a wavelength between
325 nm and 600 nm. The absorption peaks of the oil samples were observed at wavelength
values of 350 nm and 425 nm. At the wavelength range from 425 nm to 600 nm, all the
oil samples showed no noticeable peaks except the o0il sample of 80 °C, which slightly
peaked at a wavelength of 575 nm with the corresponding absorption value of 0.4. The two
absorption peaks of the control oil sample recorded the absorption values of 1.35 and 1.9.
For the oil samples at heating temperatures of 40 °C, 60 °C, and 80 °C, the absorption
peaks values at 425 nm were 0.8, 1.4, and 2.2. It was seen that at the absorption peak of
425 nm, the increase in the heating temperatures of the oil samples increased the absorption
values. From the Beer-Lambert law, if the absorption is stronger the value of absorptivity
will be also stronger [50,70]. [71] reported the absorption peak of water samples in the
range of 200 to 250 nm wavelengths. [72] also reported absorbance peaks for milk and dye
mixture at wavelengths between 400 and 800 nm. Commonly, the light absorption law is
exponential, and the light intensity of the transmitted light decreases nonlinearly, and the
degree of attenuation is caused by both the density of the molecules and optical pathlength,
while the beam path in the sample also has significance [73-76]. The refraction of the
absorbance and wavelength curves of the oil samples gives the transmittance-wavelength
curves. The transmission rates were > 70% which suggest that the pumpkin seed oil can be
used as a skin softener protection against ultraviolet rays [50,77].

In this study, some of the chemical properties of pumpkin seed oil extracted under
different temperatures were determined. These include peroxide value (PV), acid value
(AV), and free fatty acid (FFA). The PV values ranged from 5.5 £ 0.707 to 9 + 1.414
(meq O2/kg). The AV values ranged from 1.112 £ 0.016 to 1.167 £ 0.016 (mg KOH/g
oil). The FFA values were between 0.559 + 0.008 and 0.587 & 0.008 (mg KOH/g oil).
Peroxide value measures the degree of peroxidation or adulteration which could be used
to evaluate the quality and stability of oils during storage [50,51,78]. Acidity is a parameter
related to oil processing, preservation, and quality of the raw material. It relates to the
formation of hydrolytic rancidity [79]. The lower PV, AV, and FFA values agreed with the
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results published by [80] which indicates that the extracted oil is of high quality under the
pretreatment temperatures between 22 °C and 80 °C. [81] reported lower FFA content of
0.30% for cold-pressed oil from uncooked pennycress seeds compared to cooked seeds
which increased FFA from 0.37 to 0.51%. High FFAs in crude oil results in high losses
during the refining process [51]. The values obtained were within the allowable limit for
edible oils [79,82]. However, the chemical properties of edible oils could vary based on the
varieties, genetic diversity, and chemical composition of the cultivar [78,79,83,84].

Several authors but not limited to the following [36,40,44,85-90], have employed the
response surface methodology to optimize the processing factors/conditions and their cor-
responding effect on the responses. Some of their findings are highlighted below. [36] found
optimum combination factors of the temperature of 200 °C, time of 3 min, and pressure of
30 bar for compression molding for flax reinforced biocomposites. [40], reported that the
increase in applied pressure, extraction time, and pressing temperature increased energy
consumption of the mechanical oil extraction process from Camellia oleifera seeds. Based
on the 3D surface plots, the authors further mentioned that oil yield increased first and
then decreased with the increase of temperature. [44] investigated the effect of temperature,
solid /liquid ratio, and particle size on oil yield from olive pomace. The authors identified
the optimal conditions for the oil yield at a temperature of 60 °C, solid/liquid ratio of
1/12 g/ml, and particle size of 0.5 mm. The authors further stated that an increase of
temperature from 40 to 60 °C for the olive pomace particle size of 0.5 mm increased the
oil yield from approximately 8% to 11%, whereas a decrease in the particle size from 2 to
0.5 mm at 60 °C promoted a yield increase from approximately 6 to 11%. [85] obtained
cracking efficiency of 84.34% at an optimal cracking speed of 134 rpm, the feed rate of
0.26 kg/s, and heat conditioning time of 6 min for Tympanotonus fuscatus in comparison with
Pachymelania aurita periwinkles variety where the optimum cracking efficiency of 86.03% at
an optimal cracking speed of 133 rpm, the feed rate of 0.23 kg/s, and heat conditioning
time of 8 min were obtained. Ref. [86] mentioned optimal value for fatty acids and methyl
esters yield of 87.175% using ultrasound irradiation at processing conditions of molar ratio
(methanol to oil) of 4.63:1, a reaction time of 5.22 min, pulse of 0.4 s, and amplitude of
56.50%. Ref. [87] conducted a study on the influence of extraction temperature, ultrasound
treatment time, and solvent-to-canola ratio on the percentage of the extracted oil and
oxidative stability. The optimized processing conditions that the authors found for canola
seed oil extraction by hexane were 55 °C, 87 min, and 6.39 (%v/w). Ref. [88] explored the
enzymolysis process variables on the degree of hydrolysis on lotus seed protein. The opti-
mized conditions they found were a protein substrate concentration of 15 g/L, pH of 5.5,
enzymolysis temperature of 57 °C, papain amount of 0.5 g/L, and enzymolysis time of
45 min, for which the predicted value of the degree of hydrolysis was 35.64%. Ref. [89]
observed the optimum conditions namely the initial concentration of 49.06 mg/L, initial
solution pH of 5.36, adsorbent dose of 0.15 g, and temperature of 31.96 °C for the removal
of fluoride on Brushite. Lastly, [90] studied the combined effect of heating temperature and
moisture content on sesame oil extraction by a screw press. The authors stated that the
heating temperature of 75 °C and moisture content of 6.3% yielded high sesame oil with
minimum residual oil in the seedcake.

In this present study, the response surface approach provided a better understand-
ing of the optimum processing conditions for oil extraction from oilseeds under uniaxial
compression. The results agree with the findings of other authors from diverse research
disciplines. However, it is appropriate to indicate that not only the processing factors
enumerated in this study influence the uniaxial oil extraction process but also the granulo-
metric size distribution of the seeds from different varieties as well as the friction between
the seeds and the inside walls of the pressing vessel and the contact with the plunger.
These measurements are beyond the scope of the present study, but it would be considered
in our future studies by adopting the shape classification and friction concepts in the
literature [91-96]. Information also on the sensory attributes [97-100] of the oil such as
mellow, sweet smell among others from different varieties of oilseeds would be provided.
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The studies in the future would provide new insights into the uniaxial oil extraction process
of bulk oilseeds.

5. Conclusions

In this present study, the principles of RSM, the tangent curve model, and the general-
ized Maxwell model were employed to describe the compression and relaxation processes
of pumpkin seeds oil extraction. Three independent factors (forces, speeds, and tempera-
tures) were examined for their effect on the responses (oil yield, oil expression efficiency
and energy). From the experimental data, the oil yield of 18.85% and oil expression effi-
ciency of 56.06% with the corresponding energy of 832.03 ] were achieved at the factors’
combination of force, 200 kN, speed 5 mm/min, and temperature 80 °C. The response
profiling analysis revealed the combination of the optimum factors of (force, 200 kN, speed
4 mm/min, and temperature 80 °C) which produced oil yield of 19.02%, oil expression
efficiency of 56.56% with energy value of 837.33 J. The determined regression models
predicted the responses: oil yield of 20.48%, oil expression efficiency of 60.90%, and energy
value of 848.04 J. The validated results based on the additional experiments produced oil
yield of 19.06%, oil expression efficiency of 56.66%, and energy of 826.10 J. The relaxation
time of 12 min at the optimum factors (force, 200 kN, speed 5 mm/min, and temperature
80 °C) generated oil yield of 19.78% and oil expression efficiency of 58.83%. The optimized
processing factors (force, 200 kN, speed 4 mm/min, and temperature 80 °C) together with
the relaxation time of 12 min produced the highest oil yield of 21.70% and oil expression
efficiency 64.53%. The compression and relaxation processes need to be considered in
the uniaxial oil extraction of bulk oilseeds. Oil extraction efficiency increased with the
increase in temperature and relaxation process. There was no energy utilization during
the relaxation process because relaxation is done at a constant strain of the material to
recover the residual oil. It was found that at a maximum force of 200 kN and samples
heating temperature of 80 °C, the optimum speed of 4 mm/min was ideal for extracting the
pumpkin seeds oil under linear/uniaxial pressing valid for the pressing vessel of diameter
60 mm and samples pressing height of 60 mm = 77.44 g). The percentage error of the
experimental and theoretical values of the responses ranged from 0.72 to 8.30% proving
the reliability of the determined regression models as a function of the processing factors.
The desirability function value of one or 100% found in this study indicates a high accuracy
of the optimized conditions for oil extraction from bulk pumpkin seeds by uniaxial process.
The lower oil point forces between 49.87 and 57.32 were determined at a deformation value
of 42.25 mm, which can be used to predict the maximum force for processing bulk pumpkin
seeds using different vessel diameters. The tangent model with a fitting curve value of
two and the generalized Maxwell model with three branches and five elements (moduli of
elasticity and viscosities) showed statistically significant (p > 0.05) in the case of (Mathcad
14 software) for describing the compression and relaxation processes of pumpkin seeds oil
extraction. The increase in heating temperatures significantly increased the peroxide value
whereas acid value and free fatty acid did not correlate with the heating temperatures.
The determined chemical properties of the pumpkin seeds oil were within the acceptable
limit of quality usage. The study provides relevant information for describing bulk oilseeds
under compression loading which can be applied to the industrial processing of oilseeds
involving mechanical screw presses to optimize the process and to improve the quality of
the oil for both domestic and industrial applications. Nevertheless, further studies (friction
and shape classification of the seeds inside the pressing vessel and sensory profiling of the
oil) are needed to gain full knowledge of the uniaxial oil extraction process.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/2227-971
7/9/3/540/s1, Table S1: Correlation results of processing factors and responses of pumpkin seeds
oil extracted at 25 °C, Table S2: Determined regression models for the responses of pumpkin seeds
oil extraction at 25 °C, Table S3: Determined coefficients of Maxwell model with five elements at
optimum processing factors, and Table S4: Statistical analysis of Maxwell model with five elements at
optimum processing factors, Figure S1: Relaxation stress versus time of pumpkin seeds at optimum
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processing factors and Figure S2: Transmittance versus wavelength of pumpkin seeds oil at room
and heating temperatures. Figure S3: Surface and contour plots of factors interactions (force, speed,
and temperature) on the responses: oil yield (a) and (b); oil expression efficiency (c) and (d) and
energy (e) and (f) of pumpkin seeds.
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