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Abstract: In this work, a multivariate approach was utilized for gaining some insights into the
processing–structure–properties relationships in polyethylene-based blends. In particular, two high-
density polyethylenes (HDPEs) with different molecular weights were melt-compounded using a
twin-screw extruder, and the effects of the screw speed, processing temperature and composition
on the microstructure of the blends were evaluated based on a Design of Experiment–multilinear
regression (DoE-MLR) approach. The results of the thermal characterization, interpreted trough the
MLR (multilinear regression) response surfaces, demonstrated that the composition of the blends
and the screw rotation speed are the two most important parameters in determining the crystallinity
of the materials. Furthermore, the rheological data were examined using a Principal Component
Analysis (PCA) multivariate approach, highlighting also in this case the most prominent effect of the
weight ratio of the two base polymers and the screw rotation speed.

Keywords: HDPE blends; melt compounding; rheology; PCA; DoE

1. Introduction

Polyethylene (PE) is one of the most commonly exploited and widespread thermoplas-
tic polymers, owing to its low manufacturing costs, easy processability, good mechanical
properties and very good chemical resistance [1–3]. The automotive industries, packaging,
wires and plumbing represent the major users of this commodity polymer [1,3–6]. In fact,
these markets require such a quantity of PE that by 2023, an annual global production of
157 million tons is estimated [2].

However, approximately 70% of PE is used as a blend [7]. Thus, considering the
huge quantity of PE blends that are on the market and the strong dependence of the
final properties on their inner microstructure, this topic has gained increasing attention
in the scientific community over the years. In fact, several studies focused specifically
on the miscibility of different kinds of PE blends, both in their solid and molten state.
In particular, binary blends involving high-density (HDPE), low-density (LDPE) and
linear low-density (LLDPE) polyethylenes have been studied [7–14]. Nonetheless, some
disagreements between these studies still persist, specifically on the actual miscibility
depending on the liquid or molten state of the blend and on the characterization methods
used [7–9,15]. In addition, when addressing the effect of different factors on the final
characteristics of the blends, the studies mainly focus on the effect of the macromolecular
architecture (i.e., molecular weight, molecular weight distribution and branch length)
of the considered polymers, while little attention has been paid to the influence of the
processing parameters [7–9,11,12,14]. Furthermore, as reported by Zhao et al. [7], most
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of the miscibility studies consider temperatures that are much lower than those that are
usually used during processing. In particular, to the best of the authors’ knowledge,
only few studies involving the effect of the operative conditions of the melt-compounding
process (such as the temperature profile or screw rotation speed) on the final morphology of
PE blends can be found [8,16–21]. Especially, few studies dealing with HDPE/HDPE binary
blends exist [8,16,20,21], although these systems are of particular interest when approaching
the self-reinforcing composite field, given the possibility of obtaining peculiar shish-kebab
crystalline structures, formed via structuring processing [22–26]. In fact, an increasing
interest in the effect of unimodal, bimodal or trimodal molecular weight distributions on
the final microstructure can be observed [25–28]. As an example, a lower crystallization
rate and higher overall crystallization was observed for a bimodal MWD (molecular weight
distribution) in comparison to a unimodal MWD [27]. In general, it has been demonstrated
that having a higher degree of freedom in selecting the MW (molecular weight) values
inside the PE blends allows for the proper tuning of the final properties of the material,
along with its processability [28].

In this work, two commercially available HDPEs with different MWs (and, hence,
viscosities) were blended, considering different weight ratios through a melt compounding
step performed in a twin-screw extruder. The processing was carried out by selecting two
different values of the temperature profile and screw rotation speed. More specifically,
the materials were processed following a Design of Experiment (DoE) approach (23 full
factorial design) [29]. The obtained blends were then characterized from a thermal and
rheological point of view, aiming at relating their microstructure to the adopted processing
parameters. Particularly, the results of the thermal analyses were evaluated according to
the response surfaces of a multilinear regression MLR model built on the experiments that
were planned using the DoE approach, while the rheological data were analyzed through a
PCA (Principal Component Analysis) multivariate approach [30]. Finally, the miscibility of
the two HDPEs was discussed while considering three different rheological models.

2. Materials and Methods
2.1. Materials

The following commercially available HDPEs with different molecular weights (MWs)
were used:

• Lupolen 5021 DX from LyondellBasell (Houston, TX, USA), selected as a high-MW
polymer and hereinafter named HMW (melt flow rate (190 ◦C/2.16 kg) = 0.25 g/
10 min; density = 0.950 g/cm3);

• Eraclene MP90U from Versalis (San Donato Milanese, Italy), used as a low-MW poly-
mer and hereinafter named LMW (melt flow rate (190 ◦C/2.16 kg) = 7 g/10 min;
density = 0.960 g/cm3).

2.2. Processing

The melt compounding was performed using a Process 11 (Thermo Fisher Scientific,
Waltham, MA, USA) twin-screw extruder. The flow rate was maintained at 270 g/h, while
two different temperature profiles and screw speeds were selected. In particular, two flat
temperature profiles at 175 and 190 ◦C were used, while the screw rotation speed was
maintained at 150 or 400 rpm. The processing conditions and the material composition for
each extrusion were selected through a DoE approach, as explained in Section 2.4.1. The
compounded materials were then rapidly cooled in a water tank and pelletized.

The formulated blends were named considering the composition and the processing
conditions adopted for the melt compounding; as an example, “70HMW_175C_400” refers
to the blend containing 70 wt% of HMW and 30 wt% of LMW, compounded at 175 ◦C and
at 400 rpm.

Specimens for the rheological characterization were obtained through a compression
molding step, using a hot-plate press operating at 100 bar, 190 ◦C, for 3 min.
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2.3. Characterization

Differential Scanning Calorimetry (DSC) measurements were performed using a Q20
apparatus (TA Instrument, New Castle, DE, USA) on 7 ± 1 mg samples placed in closed
aluminum pans. The materials were subjected to two heating ramps from 0 to 200 ◦C,
with a heating rate of 10 ◦C/min, separated by a cooling ramp from 200 to 0 ◦C with a
cooling rate of 10 ◦C/min. The melting temperature was obtained as the temperature
corresponding to the maximum of the endothermic peak, and the melting enthalpy was
obtained as the integral of the corresponding peak.

Furthermore, considering the effect that the processing parameters had already had
on the pristine HMW and LMW, the establishment of a reference system was required
in order to effectively compare the effects of the parameters. Specifically, the melting
enthalpy of each blend was expressed referring to the second heating melting enthalpy of
the commercial HMW and LMW pellets. This means that the enthalpies of the as-received
pellets of HMW and LMW were firstly obtained. Then, the expected enthalpies for the
blends were calculated according to Equation (1) (the values of the melting enthalpies for
all the investigated materials are reported in Table S1):

∆Hcalc = m ∗ ∆HHMW + (1 − m) ∗ ∆HLMW (1)

where ∆Hcalc is the calculated melting enthalpy, m is the concentration of HMW in the
blend, ∆HHMW is the melting enthalpy of the HMW pellet, and ∆HLMW is the melting
enthalpy of the LMW pellet.

Subsequently, the relative melting enthalpy displacement was obtained according to
Equation (2):

∆HGap =
∆HExper − ∆Hcalc

∆HExper
∗ 100 (2)

where ∆HGap refers to the difference between the experimental and the calculated melting
enthalpy, ∆HExper is the experimental melting enthalpy recorded during the first heating
cycle of the compounded material (see values reported in Table S2), and ∆Hcalc is the
melting enthalpy calculated according to Equation (1).

Considering Equation (2), the value of ∆HGap will be positive if the experimental
enthalpy (and thus, the crystallinity) is greater than the calculated value. On the other
hand, if the experimental value is smaller than the calculated one, the final value will be
negative. Lastly, if the two values match, ∆HGap will be equal to zero. The interpretation of
the data was performed using the DoE approach (please see Section 2.4.1).

The crystallinity of the samples was calculated according to Equation (3):

Crystallinity(%) =
∆H
∆H0 ∗ 100 (3)

considering 290 J/g [8] as the heat of fusion for a 100% crystalline PE sample (∆H0).
Rheological tests were performed using an ARES (TA Instrument, New Castle, DE,

USA) strain-controlled rheometer. The established geometry refers to a parallel plate
geometry, with a diameter of 25 mm and an imposed gap of 1 mm during the test. The fre-
quency sweep tests were performed at a strain amplitude of 10% (at which the preliminary
strain sweep tests proved to be within the linear viscoelastic range for all samples), with
a frequency ranging from 100 to 0.1 rad/s. The measurements were performed on each
sample at two different temperatures, namely, 175 and 190 ◦C, in order to investigate the
possible evolution of the microstructure that was achieved during processing at different
temperatures. The rheological results were analyzed with a multivariate approach using
PCA, as detailed in Section 2.4.2.
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2.4. Data Analysis
2.4.1. Design of Experiments (DoEs)

To efficiently evaluate the effects of each factor that is possibly affecting the morphol-
ogy of the formulated blends, an experimental design was set up. By defining fixed levels
for each factor, a set of combinations is obtained, each combination corresponding to an
experiment to be performed. This is the typical approach of the Design of Experiment
method [29]. Firstly, the ranges of the values of interest for the three factors were consid-
ered, leading to the definition of specific values (or levels) to be used to define the factors’
combinations. The levels usually corresponded to the minimum and maximum values
of the range of interest, followed by additional levels within the interval, chosen so that
subsequent levels are equidistant.

Starting from the polymer’s relative concentrations, five levels of decreasing per-
centages of the HMW were defined for this factor: 100%, 70%, 50%, 30% and 0% (or the
complementary percentages considering the concentrations of the LMW). Then, two levels
were defined for both the compounding temperature factor (namely, 175 and 190 ◦C) and
the screw rotation speed factor (150 and 400 rpm). Thus, this DoE is characterized by two
factors with two levels each and one factor with five levels. The number of compounding
processes performed is therefore equal to twenty (2 × 2 × 5 = 20).

Additionally, the addition of a further factor was required specifically for the rheologi-
cal analyses. In this case, the analysis temperature was considered a factor with two levels
(175 and 190 ◦C). Table 1 lists the factors and their relative levels. In the present study, the
DoE will be discussed specifically for the DSC analysis.

Table 1. Factors and levels that were defined to set up the DoE (Design of Experiment). Under
the column “Code”, the short names that are used to refer to the factors discussed in the results
are reported.

Factors Code Levels

−1 −0.5 0 0.5 1

Concentration of HMW (high molecular
weight) (wt%) HMW content 0 30 50 70 100

Compounding temperature (◦C) T 175 190
Screw rotation speed (rpm) rpm 150 400

Rheology analysis temperature (◦C) / 175 190

The ranges defined for each factor define the so-called experimental domain. This
domain contains virtually all the experimental conditions that can be explored and modeled.
By systematically varying all the factors across their levels, the defined set of combinations
homogeneously and geometrically spans the experimental domain, allowing for model-
ing of the behavior of a specific response across the domain itself. This means that by
using these carefully selected experimental points, an estimation of the response can also
be obtained in the points of the experimental domain for which no experimental value
was measured.

Modeling the domain requires defining a mathematical function to describe the exper-
imental data that were acquired according to the DoE scheme, and this can be achieved
in various ways. The most common but at the same time very flexible method used in
DoE is based on multilinear regression (MLR, [31]). The flexibility of MLR comes from
the fact that, starting from the factors that are under examination and their defined levels,
different additive terms can be included in the model’s equation, each one describing an
effect that each factor can have on the response. For this reason, defining the experimental
domain (factors and their levels) is strictly connected to the postulated MLR model, i.e.,
which terms should be included in the model’s equation.

In our case, two factors with two levels were studied, as was one with more than two
levels. With two levels, only the linear terms and the interaction terms of these factors can
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be modeled. Over two levels, the quadratic terms can also be included, as at least one level
between the minimum and the maximum values is required (the central value, if possible).
Therefore, the postulated MLR model of our DoE for modeling the response (y) is described
by Equation (4):

y = b0 + bpwt
·Xpwt

+ bT·XT + brpm·Xrpm + bp_wt,T·Xp_wt·XT + bp_wt,rpm·Xp_wt

·Xrpm + bT,rpm·XT·Xrpm + bp2
wt
·X2

p_wt
(4)

which includes three linear terms (bpwt, bT, brpm), three interaction terms (bp_wt,T, bp_wt,rpm,
bT,rpm) and one quadratic term (bp2

wt
). Being a regression equation, the b terms represent

the regression coefficients, and their interpretation based on their values and significances
allow us to deduce the actual effect of each factor on the response y.

All DoE modeling using MLR was performed with the open-access software Chemo-
metric Agile Tool [32].

2.4.2. Principal Component Analysis (PCA)

Principal Component Analysis [33] is an exploratory data analysis method that is used
to facilitate the interpretation of multivariate data. In fact, it reduces the data dimensions
and removes the noise owing to the projection of the data onto a space of fewer dimensions.
In particular, this space is defined by the so-called Principal Components (PCs), which are
linear combinations of the original variables. Each PC describes a portion of the information
that is contained in the modeled data, and the PCs are ordered by decreasing the amount of
explained variance. Thus, by properly selecting the number of PCs, it is possible to model
the actual information of the data and exclude the noise [30].

In the present study, PCA is applied to the rheology data with the aim of inspecting
whether the screw speed, the temperature profile, the blend composition and the tempera-
ture of the rheological measurement have any effects on the rheological curves. In PCA,
the factors’ levels (as discussed in Section 2.4.1) can be used as “class information”, i.e., the
PCA results can be colored according to the different levels to spot possible groupings and
tendencies in the so-called score plots. These scatter plots, in which pairs of PCs are plotted
against the other, are one of the two main outputs of PCA, and each point on a score plot
corresponds to one sample (i.e., one individual experimental rheological run). This means
that samples that are close to each other will share similar features, while distant ones will
have different results.

To the best of the authors’ knowledge, the application of PCA analysis to the study
of the rheology of polymer blends is an innovative approach. In fact, only few works
concerning PCA analysis of rheological data of asphalts [34] or bitumen [35], aqueous
dispersions for cosmetic use [36], wheat-based doughs [37,38] and drug-delivering polymer
systems [39] are available in the literature. Nevertheless, in all these studies, a PCA
approach is applied to experimentally measured parameters (such as a cross-over modulus,
zero-shear viscosity or phase angle), while in this work, the overall dependency of the
complex viscosity on the frequency will be analyzed.

In this study, the PCA toolbox for MATLAB [30], developed by the Milano Chemomet-
rics and QSAR Research Group, was used. The toolbox is freely downloadable from the
group’s website [40].

3. Results and Discussion
3.1. Rheological Behavior

Figure 1 presents the complex viscosity curves for HMW, LMW and their blends
processed at 190 ◦C and 400 rpm. As expected, the rheological behaviors of the two pristine
polymers strongly differ, according to their different molecular weights. In particular, LMW
shows a pronounced Newtonian behavior, with a Newtonian plateau developing in the
low–intermediate frequency range and mild shear thinning in the high-frequency region.
Otherwise, HMW exhibits a shear-thinning behavior throughout the whole investigated
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frequency interval, which is likely due to the high molecular weight of the samples, imply-
ing the formation of a dense network of entanglements which hinders the full relaxation of
the macromolecular chains in the tested time interval [41]. The blends exhibit a rheological
behavior that is intermediate between those of the two HDPE samples, with complex
viscosity values accounting for the relative content of HMW and LMW. Nevertheless, it
should be noticed that the low-frequency behavior of all the investigated blends is strongly
affected by the presence of HMW; in fact, regardless of the content of the high-molecular-
weight HDPE, all the blends exhibit a prominent non-Newtonian behavior at the lowest
investigated frequencies.
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and LMW (low molecular weight) (continuous lines) and blends (solid symbols), processed at 190 ◦C,
400 rpm, and analyzed at 175 ◦C. The values calculated through the logarithmic additive rule (hollow
symbols) are also reported.

Aiming at evaluating the miscibility of HMW and LMW in their molten state, the
experimental data were compared with the trends of the complex viscosities, obtained
considering three different additive rules. In particular, the logarithmic rule (Equation (5))
and the linear rule (Equation (6)) predicting the behavior of miscible blends [42] were used,
as was the diluted emulsion of the Newtonian liquid model (Equation (7)) [43]:

ln ηB = WHMW ∗ ln ηHMW + (1 − W HMW) ∗ ln ηLMW (5)

ηB = WHMW ∗ ηHMW + (1 − W HMW) ∗ ηLMW (6)

ηB = ηm ∗
(

1 +
5φ+ 2
2φ+ 2

∗ n
)

(7)

where ηB is the viscosity of the blend, WHMW is the weight fraction of HMW, ηHMW and
ηLMW are the viscosities of HMW and LMW, respectively, ηm is the viscosity of the matrix,
φ is the viscosity ratio between the dispersed phase and the matrix, and n is the volume
fraction of the dispersed phase. In all cases, the viscosity values of the matrices refer to
LMW and HMW being compounded and analyzed in the same conditions as those of
the blend.

From the comparison of the experimental data with the calculated values, it emerged
that, irrespectively of the blend’s composition and of the adopted processing conditions,
the diluted emulsion model is the worst-fitting one, as it does not predict reliable values,
neither in the low-frequency or in the high-frequency region. On the other hand, the
linear and logarithmic models perform better. In particular, both models accurately predict
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the rheological behavior in the shear-thinning region, especially for frequencies above
10 rad/s, while they overestimate the experimental values in the low-frequency region (as
is observable in Figure 1 for the blends compounded at 190 ◦C, 400 rpm, and analyzed at
190 ◦C and in Figures S1 and S2 for all the studied materials).

In order to gain further insights into the miscibility of the two matrices in the molten
state, the Cole–Cole plots of all the investigated materials were analyzed. In fact, through
this representation, the relaxation behavior of the blends can be assessed, allowing us to
obtain important information about the miscibility of the polymers. In particular, the shape
and smoothness of the plot of the imaginary part of the viscosity (η′′) versus the real part (η′)
is evaluated [9,44–46]. According to the literature, homogeneous polymeric materials with a
single-phase microstructure are characterized by a smooth and semicircular arc, indicating
the presence of a single dynamic population relaxing in a single time interval. Conversely,
more complex shapes (involving the appearance of a second arc or of a linear tail) are
expected for systems presenting distinct relaxation times resulting from the presence of
different phases.

The representative Cole–Cole plots of the blend processed at 190 ◦C and 400 rpm
(whose complex viscosity curves are presented in Figure 1) are reported in Figure 2 (the
curves for all the investigated blends are plotted in Figures S3 and S4). Firstly, as already
discussed for the complex viscosity, the two base HDPEs show a very dissimilar behavior,
according to their different molecular weights. More specifically, the plot for LMW has
a semicircular shape, indicating the complete relaxation of the macromolecules of this
sample in the tested time interval. In contrast, the high molecular weight of the HMW
macromolecules involves the obtainment of longer relaxation times compared to LMW,
and the polymer is not able to fully relax in the same time domain. Once again, it can
be observed that the behavior of the blends is intermediate between those of the two
matrices. In all cases, the curves are smooth and do not show deviations from the full arc
shape, indicating the presence of a unique relaxation mechanism. This result indicates the
achievement of a uniform and homogeneous morphology in the molten state for all the
explored HMW/LMW compositions. As already inferred from the analysis of the complex
viscosity curves, the presence of HMW strongly influences the relaxation dynamics of the
blends; in fact, the blend containing the lowest amount of HMW (i.e., 30 wt%) also shows a
significantly higher relaxation time compared to LMW.
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Finally, the effects of the other three parameters (screw rotation speed, processing
temperature and analysis temperature) were investigated. Figure 3 presents the comparison
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of the complex viscosity curves for the blends compounded at different screw speeds,
maintaining a constant processing temperature and analysis temperature. The graphs
reporting the comparison of the other parameters are reported in Figures S5 and S6. Firstly,
from a general point of view, when considering the materials that were compounded under
the same screw speed and processing temperature conditions, an amplification of the
non-Newtonian behavior (i.e., a decrease in the Newtonian behavior and intensification of
the shear thinning) from increasing the content of HMW can be observed. However, some
differences emerge for the behavior of the 70HMW and 50HMW blends processed at 150
rpm and analyzed at 175 ◦C: both systems show a more pronounced shear thinning when
compounded at 190 ◦C.
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Figure 3. Comparison of the complex viscosity curves depending on the variation in the screw rotation
speed, with a constant processing temperature and analysis temperature. (a) Processing temperature
= 175 ◦C and analysis temperature = 175 ◦C; (b) processing temperature = 190 ◦C and analysis
temperature = 175 ◦C; (c) processing temperature = 175 ◦C and analysis temperature = 190 ◦C;
(d) processing temperature = 190 ◦C and analysis temperature = 190 ◦C.

As far as the screw rotation speed is concerned (Figure 3), the effect of this param-
eter is almost negligible for the blends processed at 175 ◦C. In contrast, for the systems
compounded at 190 ◦C, higher values of the complex viscosity were obtained at a low
screw speed.

Additionally, the processing temperature seems to only have an effect in a few cases.
More specifically, for the blend compounded at 150 rpm and analyzed at 175 ◦C, the blends
compounded at a processing temperature of 175 ◦C showed a higher viscosity than the one
compounded at 190 ◦C. Also, HMW and 70HMW compounded at 400 rpm and analyzed
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at 190 ◦C showed a higher viscosity when compounded at 190 ◦C. The same was the case
for the 70HMW compounded at 150 rpm and analyzed at 190 ◦C.

3.2. PCA Analysis

To investigate the effects of the processing parameters on the rheological behavior
of the blends more deeply, the results from the rheological characterization were ana-
lyzed using PCA. As a first step, PCA requires the selection of the number of PCs to be
modeled [30] or, in other words, to define the dimension of the model. In our case, the
selection was made on the basis of the variance that is explained by each component, but
also considering the information that is displayed by each component. Some clear trends
were found in PC1, while the information related to PC2 and PC3 (the next PCs of interest)
were deemed too weak to be interpreted clearly. Furthermore, PC1 describes 99.56% of
the total variance, leaving PC2 (0.43%) and PC3 (0.01%) with just the crumbs. So, only
the information that is described by PC1 was inspected and will be commented on in the
following. The information about the polymer concentrations was used to color the PCA
scores that are depicted in Figure 4b. Additionally, Figure 4a presents the viscosity curves
for all the samples obtained with different compositions (0, 30, 50, 70, and 100 wt% of
HMW), extrusion temperatures (175 or 190 ◦C), screw rotation speeds (150 or 400 rpm)
and testing temperatures (175 or 190 ◦C). It is important to highlight that, for the curves
presented in Figure 4a, each color refers to the samples containing the same amount of
HMW (irrespectively of the other considered parameters).
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(Principal Component Analysis) score plot of PC1, colored according to polymer concentrations
(“samples” refers to all blends compounded in different conditions); (c) PCA (Principal Component
Analysis) loadings of PC1.

The most significant results are related to the blend concentration, and this can be
clearly seen in the case of PC1, presented in Figure 4b. As the percentage of HMW increases,
the differences between the blends become larger, along with the internal variability of
each blend: the pure LMW (0% HMW) samples appear to be much more similar to each
other than the 70% and 100% HMW blends. This difference can be noticed because with
an increasing concentration of HMW, the blends become much more vertically scattered
in Figure 4b: the experiments become “less reproducible”, so the factors that were varied
in the DoE scheme have an enhanced influence on the blend’s properties, as will be
discussed below.

The interpretation of the differences between the blends is carried out by inspecting
the loading plot in Figure 4c. All the experiments consisted of a curve with decreasing
values of complex viscosity as the frequency increases, which is expected considering the
pseudo-plastic rheological behavior of the investigated materials. The blends appear to
be mostly distinguished in the low-frequency region, which is a confirmation of the fact
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that the value of the zero-shear viscosity and the low-frequency behavior are crucial in
determining the blends’ properties. The fact that only one PC is able to describe basically
all the information that is present in the data (over 99.4% of the total variance) confirms
that also from a multivariate and holistic point of view, the curves under examination
follow the same viscosity changes that are described by the loadings of Figure 4c. It is
very important to consider that this approach (PCA modeling of the data) did not require
postulating an a priori model, so what is described in Figure 4 is the actual information that
is contained in the data, but represented in a clearer way, especially regarding the within-
blend variability (Figure 4b). Therefore, PCA and similar multivariate approaches, based on
mathematical decomposition, allow us to retrieve the relative and absolute measurements
of the differences between samples directly from the data.

The distribution depicted in Figure 4b relating to the HMW content is in accordance
with the expected behavior of the viscosity when considering polymers with different
MWs [8]. Moreover, the fact that the viscosities of the blends are always located between
the one of LMW and that of HMW and progressively increase with the HMW content is
further proof of the miscibility of the two HDPEs [47].

3.3. DSC Characterization

Multilinear regression was applied to model the DoE experimental results, in which
the displacement (∆HGap) between the experimental (∆HExper) and the calculated (∆HCalc)
melting enthalpy was determined for each performed experiment and thus used as the
response variable y. According to the postulated model described in Equation (3), three
linear terms (one for each factor), three interaction terms and one quadratic term were
included. The resulting coefficients are visually depicted in Figure 5a, together with their
confidence interval and significance. Only two terms resulted in relevant (based on the
coefficient’s value) and significant (please note the asterisks in Figure 5a, which correspond
to different significance levels) results: the linear term of the concentration of HMW (HMW
content) and the interaction term between the concentration and the screw rotation speed
(HMW content · rpm). All other terms resulted in non-statistically significant results, and
their relevance was also significantly reduced compared to the abovementioned interesting
terms. For these reasons, only HMW content and rpm will be discussed. The experimental
domain portion represented in Figure 5 corresponds to these two factors.

Starting from HMW content, the positive value of its linear term indicates that, from a
general point of view, the response increases as the percentage of HMW increases (or as
the content of LMW decreases). Thus, taking Equation (2) into consideration, this means
that, in general, the greater the quantity of HMW is, the closer the experimental enthalpy is
to the calculated one. However, the interaction with rpm is also relevant, and this causes
a distortion of the response surface across the experimental domain (Figure 5d), so the
interpretation of the linear term of HMW content alone can be misleading.

To interpret these two effects together, an inspection of the response surface reported
in Figure 5d is required. As can be observed, there are two extreme situations between
which the surface develops: 0% HMW (pure LMW, in blue) on the left and 100% HMW
on the right (in red). The effect of the interaction between the blends (HMW content) and
the screw rotation speed (rpm) can be clearly seen at these two extremes. The maximum
and minimum response values that are obtained within the experimental domain can be
found at low rpm (level of −1 = 150 rpm), with the maximum response at 100% HMW
(level of +1 of HMW content) and the minimum response at 0% HMW (level of −1 of HMW
content). Thus, the lowest enthalpy is obtained for pure LMW processed at low rpm, while
the highest enthalpy is obtained for pure HMW that is melt-compounded at low rpm.
Moving to higher rpm values, the situation becomes practically unrelated to the content
of HMW, since the response values that are obtained at the two HMW content extremes
(0% and 100%) are essentially the same, especially considering the associated error. This
effect can be more clearly observed in Figure 5c: by moving horizontally along the top
part of the contour plot, the response does not vary significantly, from about −20 to about
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−21. Considering that the minimum error associated to the response surface values is
about ±2.6 (bottom part of the color bar of Figure 5b), the difference between these two
values is not significant, so they can be considered virtually equal. The visual description
of the error (i.e., the confidence intervals) is provided in Figure 5b, whose dimensions
correspond to the response surface of Figure 5d and the contour plot of Figure 5c: they
must be interpreted jointly, as they both describe two quantities within the same portion
of the experimental domain. For instance, an error of about ±5.4 is associated with both
the minimum and maximum response values, which are, respectively, −29 ± 5.4 and
−14 ± 5.4. This difference appears to be significant. In between the two extreme percentages
(the two pure polymers) are the blends. The response surface in Figure 5d (which is the
graphical representation of the MLR mathematical function) allows us to have an estimate
of the response also in relation to blends that were not tested experimentally.
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Figure 5. The results of modeling the DoE (Design of Experiments) with MLR (multilinear regression).
The experimental domain portion inspected in the figures corresponds to the only factors for which
the coefficients resulted in significant results (HMW content and rpm), while the remaining one (T)
was set to its central level (T = 182.5 ◦C). The regression coefficients are represented in (a), and the
response surface is depicted in two dimensions ((c) a contour plot) and three dimensions (d). The
confidence interval values corresponding to the response surface are reported in (b).

Furthermore, DSC is a well-known indirect technique to evaluate the miscibility of
blends, although there is a lack of research on HDPE/HDPE blends when considering
the effect of the processing parameters [7]. In this context, Bai et al. [8] investigated the
miscibility of two HDPEs with different MWs through DSC, demonstrating the presence of
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a single melting peak for all the blends, along with a decrease in the melting temperature
with the increase in the HMW content. Also, it was observed that the crystallinity of the
materials followed a linear additivity rule. In the present study, either the thermograms
that were collected during the first or the second heating scan show the presence of a single
endothermic peak, associable with melting phenomena (Figures S7 and S8). Additionally,
important considerations are addressed regarding the second heating cycle. As is observ-
able in Figure 6a, all the blends that were processed with the different combinations of
processing parameters exhibit a decreasing trend of the melting temperature as a function
of the HMW content, although the linear additivity rule applies exclusively for the ma-
terials processed at 175 ◦C and 150 rpm (R2 = 0.996). A similar behavior was noticed as
far as the crystallinity of the materials is concerned. In fact, looking at the data reported
in Figure 6b, the values of the crystallinity degree for the blends are intermediate (apart
from 50HMW_175C_150 and 70HMW_190C_150) between those of the two starting HDPEs.
Furthermore, the crystallinities of the systems processed at 190 ◦C and 400 rpm follow a
linear additivity rule (R2 = 0.995), suggesting the achievement of a fully miscible blend [8].
This result can be explained when considering that the higher processing temperature,
causing a decrease in the polymer viscosity, induces a more effective disentanglement of
the polymer chains, promoting the achievement of a miscible blend.
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Additionally, from a practical point of view, this refers to the possibility of tuning
the crystallinity of the blends by selecting a specific HMW content and proper processing
conditions [10].

4. Conclusions

The present study aimed at deepening our knowledge of the effect of the processing
parameters (relative concentration, processing temperature, compounding screw speed) on
the rheological and thermal behavior, as well as on the crystallinity, of homopolymer blends
that were obtained through the melt compounding of two HDPEs with different molecular
weights. The blends were processed according to a DoE approach, considering two levels
of processing temperature and screw rotation speed and five levels of composition of the
polymer blend. Then, the obtained materials were characterized using DSC and rheological
measurements. The results of the thermal analysis were investigated by using the response
surfaces of the MLR model, in which the displacement of the experimental melting enthalpy
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from the calculated one was used as the response variable. In this study, two factors were
influential: the reciprocal matrix concentration and the screw speed. Furthermore, the
DSC characterization indicated that high shear stresses and high processing temperatures
promote the achievement of fully miscible materials. Additionally, the rheological behavior
was investigated using PCA, a multivariate approach. In this case, the HMW composition
was also found to be the most impacting parameter. Nevertheless, with a higher HMW
content, an increase in the data dispersion in the score spaces was observed, indicating that
the results are also affected by the processing temperature and the screw speed, whose
effect, however, cannot be detected in the score plot. Overall, the proposed approach
demonstrated that the multivariate analysis allowed us to achieve useful information
about the processing/microstructure relationships in polymer-based blends, opening up
new perspectives towards the application of this strategy in the study of the effect of the
processing conditions on the final morphology of polymer-based complex systems, such as
blended nanocomposites or hierarchically structured materials.

Supplementary Materials: The following supporting information can be downloaded at https:
//www.mdpi.com/article/10.3390/polym16070870/s1: Figure S1. Comparison between the ex-
perimental data (obtained performing frequency sweep tests at 175 ◦C) and the curves obtained
applying additive rules showed in Equations (5)–(7). (a) Materials processed at 175 ◦C, 400 rpm;
(b) Materials processed at 175 ◦C, 150 rpm; (c) Materials processed at 190 ◦C, 150 rpm; (d) Materials
processed at 190 ◦C, 400 rpm; Figure S2. Comparison between the experimental data (obtained
performing frequency sweep tests at 190 ◦C) and the curves obtained applying additive rules showed
in Equations (5)–(7). (a) Materials processed at 175 ◦C, 400 rpm; (b) Materials processed at 175 ◦C,
150 rpm; (c) Materials processed at 190 ◦C, 150 rpm; (d) Materials processed at 190 ◦C, 400 rpm;
Figure S3. Cole-Cole plots for the materials analyzed at 175 ◦C. (a) Materials processed at 175 ◦C,
400 rpm; (b) Materials processed at 175 ◦C, 150 rpm; (c) Materials processed at 190 ◦C, 150 rpm;
Figure S4. Cole-Cole plots for the materials analyzed at 190 ◦C. (a) Materials processed at 175 ◦C,
400 rpm; (b) Materials processed at 175 ◦C, 150 rpm; (c) Materials processed at 190 ◦C, 150 rpm; (d)
Materials processed at 190 ◦C, 400 rpm; Figure S5. Comparison of the complex viscosity curves for the
materials having different HMW content. (a) Materials processed at 175 ◦C, 150 rpm, test temperature
175 ◦C; (b) Materials processed at 190 ◦C, 150 rpm, test temperature 175 ◦C; (c) Materials processed at
175 ◦C, 150 rpm, test temperature 190 ◦C; (d) Materials processed at 190 ◦C, 150 rpm, test temperature
190 ◦C; (e) Materials processed at 175 ◦C, 400 rpm, test temperature 190 ◦C; (f) Materials processed at
190 ◦C, 400 rpm, test temperature 190 ◦C; (g) Materials processed at 175 ◦C, 400 rpm, test temperature
175 ◦C; (h) Materials processed at 190 ◦C, 400 rpm, test temperature 175 ◦C; Figure S6. Comparison of
the complex viscosity curves depending on the variation of the processing temperature. (a) Materials
processed at 175 ◦C, 150 rpm, test temperature 175 ◦C; (b) Materials processed at 175 ◦C, 400 rpm, test
temperature 175 ◦C; (c) Materials processed at 175 ◦C, 150 rpm, test temperature 190 ◦C; (d) Materials
processed at 175 ◦C, 400 rpm, test temperature 190 ◦C; Figure S7. Thermograms recorded during
the first heating scans. (a) Materials processed at 175 ◦C, 150 rpm; (b) Materials processed at 175 ◦C,
400 rpm; (c) Materials processed at 190 ◦C, 150 rpm; (d) Materials processed at 190 ◦C, 400 rpm;
Figure S8. Thermograms recorded during the second heating scans. (a) Materials processed at
175 ◦C, 150 rpm; (b) Materials processed at 175 ◦C, 400 rpm; (c) Materials processed at 190 ◦C,
150 rpm; (d) Materials processed at 190 ◦C, 400 rpm; Table S1: Melting enthalpy (∆H) and crystallinity
of the LMW and HMW of the pellets, recorded during the second heating cycle; melting enthalpy
(∆H) of the blends calculated according to Equation (1) and corresponding crystallinity; Table S2:
Melting temperature (Tm), melting enthalpy (∆H) and crystallinity of the investigated materials.
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19. Tinçer, T.; Coşkun, M. Melt blending of ultra high molecular weight and high density polyethylene: The effect of mixing rate on

thermal, mechanical, and morphological properties. Polym. Eng. Sci. 1993, 33, 1243–1250. [CrossRef]
20. Zhang, J.; Hirschberg, V.; Rodrigue, D. Blending Recycled High-Density Polyethylene HDPE (rHDPE) with Virgin (vHDPE) as an

Effective Approach to Improve the Mechanical Properties. Recycling 2023, 8, 1. [CrossRef]
21. Krishnaswamy, R.K.; Yang, Q. Influence of phase segregation on the mechanical properties of binary blends of polyethylenes that

differ considerably in molecular weight. Polymer 2007, 48, 5348–5354. [CrossRef]
22. Gao, C.; Yu, L.; Liu, H.; Chen, L. Development of self-reinforced polymer composites. Prog. Polym. Sci. 2012, 37, 767–780.

[CrossRef]
23. Hees, T.; Zhong, F.; Stürzel, M.; Mülhaupt, R. Tailoring Hydrocarbon Polymers and All-Hydrocarbon Composites for Circular

Economy. Macromol. Rapid Commun. 2019, 40, 1800608. [CrossRef] [PubMed]
24. Wang, K.; Chen, F.; Li, Z.; Fu, Q. Control of the hierarchical structure of polymer articles via “structuring” processing. Prog. Polym.

Sci. 2014, 39, 891–920. [CrossRef]
25. Zhong, F.; Schwabe, J.; Hofmann, D.; Meier, J.; Thomann, R.; Enders, M.; Mülhaupt, R. All-polyethylene composites reinforced

via extended-chain UHMWPE nanostructure formation during melt processing. Polymer 2018, 140, 107–116. [CrossRef]
26. Pan, X.; Huang, Y.; Zhang, Y.; Liu, B.; He, X. Improved performance and crystallization behaviors of bimodal HDPE/UHMWPE

blends assisted by ultrasonic oscillations. Mater. Res. Express. 2019, 6, 035306. [CrossRef]
27. Liu, Y.; Gao, S.; Hsiao, B.S.; Norman, A.; Tsou, A.H.; Throckmorton, J.; Doufas, A.; Zhang, Y. Shear induced crystallization of

bimodal and unimodal high density polyethylene. Polymer 2018, 153, 223–231. [CrossRef]

https://doi.org/10.1016/j.jclepro.2023.137624
https://doi.org/10.37869/ijatec.v1i3.38
https://doi.org/10.1007/s10118-020-2363-4
https://doi.org/10.1016/j.proci.2020.06.228
https://doi.org/10.1081/AMP-200068644
https://doi.org/10.1002/app.32329
https://doi.org/10.1080/14328917.2019.1655623
https://doi.org/10.1016/j.polymdegradstab.2021.109627
https://doi.org/10.1007/s00289-021-03635-8
https://doi.org/10.3390/polym13111821
https://doi.org/10.1080/03602550600609663
https://doi.org/10.1016/j.jclepro.2020.124081
https://doi.org/10.1002/app.45726
https://doi.org/10.1016/S0032-3861(96)00551-4
https://doi.org/10.1016/0032-3861(93)90809-O
https://doi.org/10.1002/pen.760270305
https://doi.org/10.1002/pen.760331904
https://doi.org/10.3390/recycling8010002
https://doi.org/10.1016/j.polymer.2007.07.018
https://doi.org/10.1016/j.progpolymsci.2011.09.005
https://doi.org/10.1002/marc.201800608
https://www.ncbi.nlm.nih.gov/pubmed/30417498
https://doi.org/10.1016/j.progpolymsci.2013.05.012
https://doi.org/10.1016/j.polymer.2018.02.027
https://doi.org/10.1088/2053-1591/aaf36f
https://doi.org/10.1016/j.polymer.2018.08.020


Polymers 2024, 16, 870 15 of 15

28. De Santis, F.; Boragno, L.; Jeremic, D.; Albunia, A.R. Trimodal polyethylene polymer design for more sustainable packaging
applications. Polymer 2024, 295, 126740. [CrossRef]

29. Leardi, R. Experimental design in chemistry: A tutorial. Anal. Chim. Acta 2009, 652, 161–172. [CrossRef]
30. Ballabio, D. A MATLAB toolbox for Principal Component Analysis and unsupervised exploration of data structure. Chemom.

Intell. Lab. Syst. 2015, 149, 1–9. [CrossRef]
31. Sergent, M.; Mathieu, D.; Phan-Tan-Luu, R.; Drava, G. Correct and incorrect use of multilinear regression. Chemom. Intell. Lab.

Syst. 1995, 27, 153–162. [CrossRef]
32. Leardi, R.; Melzi, C.; Polotti, G. CAT (Chemometric Agile Tool). Available online: https://gruppochemiometria.it/index.php/

software (accessed on 26 September 2023).
33. Bro, R.; Smilde, A. Principal component analysis. Anal. Methods 2014, 6, 2812–2831. [CrossRef]
34. Yan, C.; Huang, W.; Lin, P.; Zhang, Y.; Lv, Q. Chemical and rheological evaluation of aging properties of high content SBS polymer

modified asphalt. Fuel 2019, 252, 417–426. [CrossRef]
35. Tian, Y.; Li, H.; Sun, L.; Zhang, H.; Harvey, J.; Yang, J.; Yang, B.; Zuo, X. Laboratory investigation on rheological, chemical and

morphological evolution of high content polymer modified bitumen under long-term thermal oxidative aging. Constr. Build.
Mater. 2021, 303, 124565. [CrossRef]

36. Tafuro, G.; Costantini, A.; Baratto, G.; Busata, L.; Semenzato, A. Rheological and Textural Characterization of Acrylic Polymer
Water Dispersions for Cosmetic Use. Ind. Eng. Chem. Res. 2019, 58, 23549–23558. [CrossRef]

37. Liu, Y.; Leng, Y.; Xiao, S.; Zhang, Y.; Ding, W.; Ding, B.; Wu, Y.; Wang, X.; Fu, Y. Effect of inulin with different degrees of
polymerization on dough rheology, gelatinization, texture and protein composition properties of extruded flour products. LWT
2022, 159, 113225. [CrossRef]

38. Raj, A.S.; Boyacioglu, M.H.; Dogan, H.; Siliveru, K. Investigating the Contribution of Blending on the Dough Rheology of
Roller-Milled Hard Red Wheat. Foods 2023, 12, 2078. [CrossRef]

39. Bartkowiak, A.; Lewandowicz, J.; Rojewska, M.; Krüger, K.; Lulek, J.; Prochaska, K. Study of viscoelastic, sorption and
mucoadhesive properties of selected polymer blends for biomedical applications. J. Mol. Liq. 2022, 361, 119623. [CrossRef]

40. Milano Chemometrics and QSAR Research Group, PCA Toolbox for MATLAB. Available online: https://michem.unimib.it/
download/matlab-toolboxes/pca-toolbox-for-matlab/ (accessed on 26 September 2023).

41. Wood-Adams, P.M.; Dealy, J.M.; deGroot, A.W.; Redwine, O.D. Effect of Molecular Structure on the Linear Viscoelastic Behavior
of Polyethylene. Macromolecules 2000, 33, 7489–7499. [CrossRef]

42. Chen, D.; Hong, L.; Nie, X.; Wang, X.; Tang, X. Study on rheological properties and relaxational behavior of
poly(dianilinephosphazene)/low-density polyethylene blends. Eur. Polym. J. 2003, 39, 871–876. [CrossRef]

43. Shi, D.; Hu, G.; Ke, Z.; Li, R.K.Y.; Yin, J. Relaxation behavior of polymer blends with complex morphologies: Palierne emulsion
model for uncompatibilized and compatibilized PP/PA6 blends. Polymer 2006, 47, 4659–4666. [CrossRef]

44. Xu, L.; Huang, H. Relaxation Behavior of Poly(lactic acid)/Poly(butylenesuccinate) Blend and a New Method for Calculating
ItsInterfacial Tension. J. Appl. Polym. Sci. 2012, 125, 272–277. [CrossRef]

45. Agrawal, P.; Araújo, A.P.M.; Lima, J.C.C.; Cavalcanti, S.N.; Freitas, D.M.G.; Farias, G.M.G.; Ueki, M.M.; Mélo, T.J.A. Rheology,
Mechanical Properties and Morphology of Poly(lactic acid)/Ethylene Vinyl Acetate Blends. J. Polym. Environ. 2019, 27, 1439–1448.
[CrossRef]

46. Jozaghkar, M.R.; Jahani, Y.; Arabi, H.; Ziaee, F. Preparation and assessment of phase morphology, rheological properties and
thermal behavior of low density polyethylene/polyhexene-1 blends. Polym. Plast. Technol. Eng. 2017, 57, 757–765. [CrossRef]

47. Hameed, T.; Hussein, I.A. Melt Miscibility and Mechanical Properties of Metallocene LLDPE blends with HDPE: Influence of Mw
of LLDPE. Polym. J. 2006, 38, 1114–1126. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1016/j.polymer.2024.126740
https://doi.org/10.1016/j.aca.2009.06.015
https://doi.org/10.1016/j.chemolab.2015.10.003
https://doi.org/10.1016/0169-7439(95)80020-A
https://gruppochemiometria.it/index.php/software
https://gruppochemiometria.it/index.php/software
https://doi.org/10.1039/C3AY41907J
https://doi.org/10.1016/j.fuel.2019.04.022
https://doi.org/10.1016/j.conbuildmat.2021.124565
https://doi.org/10.1021/acs.iecr.9b05319
https://doi.org/10.1016/j.lwt.2022.113225
https://doi.org/10.3390/foods12102078
https://doi.org/10.1016/j.molliq.2022.119623
https://michem.unimib.it/download/matlab-toolboxes/pca-toolbox-for-matlab/
https://michem.unimib.it/download/matlab-toolboxes/pca-toolbox-for-matlab/
https://doi.org/10.1021/ma991533z
https://doi.org/10.1016/S0014-3057(02)00348-8
https://doi.org/10.1016/j.polymer.2006.04.058
https://doi.org/10.1002/app.36910
https://doi.org/10.1007/s10924-019-01445-8
https://doi.org/10.1080/03602559.2017.1344858
https://doi.org/10.1295/polymj.PJ2005254

	Introduction 
	Materials and Methods 
	Materials 
	Processing 
	Characterization 
	Data Analysis 
	Design of Experiments (DoEs) 
	Principal Component Analysis (PCA) 


	Results and Discussion 
	Rheological Behavior 
	PCA Analysis 
	DSC Characterization 

	Conclusions 
	References

