ﬁ polymers

Article

Micromechanical Deformation Processes and Failure of PBS
Based Composites Containing Ultra-Short Cellulosic Fibers for
Injection Molding Applications

Laura Aliotta 1>*(0, Mattia Gasenge !, Vito Gigante 1'>* and Andrea Lazzeri

check for
updates

Citation: Aliotta, L.; Gasenge, M.;
Gigante, V.; Lazzeri, A.
Micromechanical Deformation
Processes and Failure of PBS Based
Composites Containing Ultra-Short
Cellulosic Fibers for Injection
Molding Applications. Polymers 2022,
14, 4499. https:/ /doi.org/10.3390/
polym14214499

Academic Editor: Vincenzo Fiore

Received: 3 October 2022
Accepted: 21 October 2022
Published: 24 October 2022

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2022 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

1,2

1
2

Department of Civil and Industrial Engineering, University of Pisa, 56122 Pisa, Italy
National Interuniversity Consortium of Materials Science and Technology (INSTM), 50121 Florence, Italy
Correspondence: laura.aliotta@unipi.it (L.A.); vito.gigante@unipi.it (V.G.)

*

Abstract: The use of biobased thermoplastic polymers has gained great attention in the last years
as a potential alternative to fossil-based thermoplastic polymers. Biobased polymers in fact offer
advantages not only in terms of reduced dependence on fossil resources but they also lower the CO,
footprint in accordance with sustainability and climate protection goals. To improve the properties
of these materials, reinforcement with biobased fibers is a promising solution; however, it must
be kept in mind that the fibers aspect ratio and the interfacial adhesion between the reinforcement
and the matrix plays an important role influencing both physical and mechanical properties of the
biocomposites. In this paper, the possibility of producing composites by injection molding, based on
polybutylene succinate and ultra-short cellulosic fibers has been explored as a potential biobased
solution. Thermo-mechanical properties of the composites were investigated, paying particular
attention to the local micromechanical deformation processes, investigated by dilatometric tests, and
failure mechanisms. Analytical models were also applied to predict the elastic and flexural modulus
and the interfacial properties of the biocomposites. Good results were achieved, demonstrating the
that this class of biocomposite can be exploited. Compared to pure PBS, the composites with 30 wt.%
of cellulose fibers increased the Young’s modulus by 154%, the flexural modulus by 130% and the
heat deflection temperature by 9%.

Keywords: polybutylene succinate (PBS); mechanical properties; biocomposites; cellulosic fibers

1. Introduction

The interest in biobased polymers has grown consistently in recent years thanks to
the increased environmental conscientiousness of society, coupled with the fear of the
depletion of fossil-based plastics. It is expected that biobased polymers production will
grow at a rate of approximately 10% despite up-to-date biobased polymers representing
around 10-15% of the entire plastic market [1]. In this context, a significant contribution
to the bioplastic market is made by biocomposites, where natural fibers (such as hemp,
flax, bamboo, cellulose, sisal etc.) are embedded into the biopolymeric matrix [2-10]. The
addition of natural fiber is noteworthy; they are renewable, biodegradable, lightweight and
less abrasive than tooling [11]. Furthermore, the great variety of natural fibers available
has also prompted many researchers to investigate less common natural fibers [12-15],
expanding the biocomposites’ potential. On the other hand, natural fibers offer well-known
disadvantages related to moisture uptake and low adhesion with polymeric matrices that
leads in many cases to a worsening of the material’s final strength. However, the last
aspect can be easily overcome by treating the fibers properly to improve the fiber /matrix
adhesion [16-21].

Thermoplastic matrices coupled with natural fibers has mainly been exploited for being
lightweight, their good insulation properties or for enhancing biodegradability [22,23]. With
the development of injection molding technology in the latter half of the 20th century and the
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deepening of composite materials science, thermoplastic composites have received greater
attention thanks to their design flexibility and easy recyclability [24]. For injection molding
applications, short fibers are generally exploited due to their low aspect ratio, which makes
them easier to process and eliminates concern about the “waviness effect”, which can reduce
the load bearing capacity of fibers in longer fiber composites [25,26].

In the 21st century, boosted by serious environmental problems, the coupling of
biobased and biodegradable matrices with low-cost natural fibers started to be investi-
gated both in academia and industry [27]. Among the commercial high performance
biodegradable polymeric matrices, aliphatic polyesters have high potential; in particular,
poly(butylene succinate) (PBS) is considered highly promising as a commercial commodity
polymer thanks to its good strength and toughness that is very close to LDPE [28,29]. The
variety of natural fibers that can be added to the PBS is very wide; in particular, short
wood fibers and their derivatives are widely used as natural reinforcements due to their
low cost and high versatility [30]. Ultra-short cellulosic fibers have been investigated in
several works in which they have been embedded into a poly(lactic acid) (PLA) matrix.
Despite the relatively poor adhesion and the low aspect ratio of the short cellulosic fibers,
the composites showed good processability and enhanced stiffness [31-34].

In this work, it was decided to explore new biocomposites for injection molding ap-
plications in which ultra-short cellulosic Arbocel fibers were added, in different amounts,
into a PBS matrix. Particular attention was dedicated to the investigation of the mechanical
properties, correlating them to micromechanical failure mechanisms; the latter were deter-
mined with help of a videoextensometer that was able to measure axial and transversal
elongation for calculating the composite volume evolution during tensile tests [35].

Composites are heterogeneous systems in which fibers or fillers can have elastic prop-
erties which differ greatly from those of the matrix. The mechanical properties of the
composites system are influenced by several factors such as the composition, interfacial inter-
actions, fibers geometry and fibers aspect ratio. The macromechanical response in natural
fibers-reinforced composites has been observed to also be influenced by several competitive
processes that may occur, depending on the fiber aspect ratio and interfacial adhesion [31].
Recently [36], it has been proved that the mechanical response of ultra-short fiber composites
differs from long-fiber composites and the load transferring from the matrix to the fibers
occurs not just through shear stresses at the surface along the length of the fibers, but also
through normal stresses at the end sections of the fibers (edges or ends effects); in long-fiber
composites, the ends effect is negligible, but for short-fibers it is relevant.

Considering that the main feature of composite materials in general is the tailoring
of their properties depending on application needs; the study of the properties of new
composite materials is markedly relevant from the materials design point of view. Further-
more, given the complexity that characterizes natural materials’ structure and microscopic
mechanisms, the testing and modelling of new combinations of natural short fibers with
biobased and biodegradable matrices is not trivial, but it is this complexity that makes
characterization works much needed. Indeed, to better exploit this category of materials,
more knowledge on its microscopic mechanisms and on its design must be developed.

Whereas the dominating micromechanical deformation process is responsible of the
final macromechanical performances of the composite, the aim of this work was to thor-
oughly investigate the micromechanical deformation processes and correlate these results
to the macromechanical response. Analytical modelling was also performed to predict
the interfacial adhesion and the stiffness properties (flexural and tensile elastic modulus),
also evaluating, thanks to the heat deflection temperature (HDT) test, the variations of the
thermal resistance of the PBS/cellulose composites analyzed.

2. Materials and Methods
2.1. Materials

The polybutylene succinate (PBS) used in this work was BIOPBS FZ71PM, purchased
from Mitsubishi (Tokyo, Japan); it is a biobased PBS semi-crystalline polyester suitable for
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injection molding applications. Highly pure ultra-short cellulose microfibers ARBOCEL
BE600/30 PU by ] Rettenmaier and Sohne (Rosenberg, Germany) were added to the PBS
matrix. These fibers had an average mean diameter of 20 um, a mean fiber length of
60 pm (thus a mean aspect ratio of 3), a bulk density of 200-260 g/L, and a fiber density of
144 ¢/ cm3). In this work, these fibers will be named Arbocel. The raw material’s relevant
properties are summarized in Table 1.

Table 1. Raw relevant material properties.

Density: 1.26 g/cm?

MEFR (190 °C, 2.16 kg): 22 g/10 min
Average mean diameter: 20 um
Mean fiber length: 60 um

Mean aspect ratio: 3

Bulk density: 200-260 g/L

Fiber density: 1.44 g/ cm3

BIOPBS FZ71PM

Arbocel BE600/30 PU

2.2. Composites Preparation

PBS based composites, containing different amounts of Arbocel fibers (from 10 up to
30 wt.%) were produced by extrusion compounding according to the compositions reported
in Table 2. The extrusion compounding of pure PBS and its composites was carried out
using a semi-industrial co-rotating double twin screw extruder Comac EBC 25HT (L/D =44)
(Comac, Cerro Maggiore, Italy); all the materials were dried in a Piovan DP 604-615 dryer
(Piovan S.p.A., Venezia, Italy) before the extrusion. The extruder temperature profile from
zones 1 to 11 was: 110/135/150/155/155/150/145/135/135/130/120 with the die zone at
120 °C. The extruder flow rate was set at 15 kg/h with a screw speed of 270 rpm.

Table 2. Compositions.

Name PBS wt.% Arbocel wt.%
PBS 100 -
PBS10 90 10
PBS20 80 20
PBS30 70 30

2.3. Specimens Preparation by Injection Molding

The extruded pellets were sent to Megatech H10/18 injection molding machine (TEC-
NICA DUEBI s.r.l.,, Fabriano, Italy) for the injection molding of dog-bone specimens (ISO
527-1A, width: 10 mm, thickness: 4 mm, useful length: 80 mm) that are useful for mechani-
cal characterizations.

The nozzle of the injection molding machine was thermo-controlled and squeezed
the material inside the mold which was water cooled; after cooling time the specimen was
extracted by extractor pins that hit with a precise pressure the specimen to eject it from the
open mold. The main injection molding parameters are reported in Table 3.

The temperatures adopted for the injection molding (screw temperature profile and
mold temperature) were the same for pure PBS and its composites; however, with the
addition of Arbocel fibers and the increasing of their content, the injection and maintenance
of the pressure were increased to achieve the correct filling of the mold.
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Table 3. Main injection molding parameters.

PBS PBS10 PBS20 PBS30
T1 140 140 140 140
T2 150 150 150 150
TEMPERATURES (°C) T3 140 140 140 140
T4 140 140 140 140
Mold 50 50 50 50
Injection pressure (bar) 55 65 75 75
INJECTION Injection (ff,/u)mg speed 80 80 80 80
Mamtalr(li’r;%)pressure 50 60 70 70
MAINTAINING Maintaining time (s) 10 10 10 10
Cooling time (s) 15 15 15 15

2.4. Mechanichal Tests

Mechanical characterizations were performed 3 days after injection molding, keeping
the specimens inside a dry keeper (SANPLATEC Corp., Osaka, Japan) at a controlled
atmosphere (room temperature and 50% of humidity).

An MTS Criterion model 43 universal testing machine (MTS Systems Corporation,
Eden Prairie, MN, USA) was used to perform tensile tests at room temperature. The
conditions adopted for the tensile tests were a crosshead speed of 10 mm/min and a load
cell of 10 kN interfaced with the MTS Elite Software. At least five specimens were tested
for each composition and the average values were reported.

Dilatometry tests were carried out during ensile tests, recording in real time the
transversal and axial specimen elongations using a video extensometer (GenieHM1024
Teledyne DALSA camera) connected to the ProVis software (Fundamental Video Exten-
someter). In this way, during the tensile tests, it was possible to monitor the data in real time
and transfer them to the MTS Elite software to measure not only the axial and transversal
strains but also the load value. The volume strain was calculated, assuming the two lateral
strain components to be equal, according to the Equation (1) [37]:

AV (1he)te)?-1 6))

Vo
where the volume variation is AV, the starting volume is V), ¢ is the axial (or longitudinal)
strain and ¢, is the lateral strain.

The above-mentioned MTS machine, configured in a three-point bending (3PB), was
adopted for the flexural tests necessary for the evaluation of the flexural modulus. The
flatwise specimen position was used. The crosshead speed was set at 2 mm/min, and the
sample dimensions for the 3PB tests were: 80 x 10 x 4 mm. At least five samples for each
formulation were tested and the mean flexural modulus value was reported. The ASTM
D790 was used for the calculation of flexural modulus (Eg) from stress—strain curves; the
equation adopted is reported as follows:

L3m

Ep = W (2)

where L is the support span; b and d are the width and the thickness of the sample tested,
respectively; and m is the angular coefficient of the linear elastic part of the load-deflection
curve (N/mm).

The heat deflection temperature or heat distortion temperature (HDT) is the tem-
perature at which a material begins to deform when a specific load is applied. HDT is
essential during the design and production of thermoplastic elements to delimit the max-
imum temperature at which the material can operate without undergoing to significant
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deformations under load. The determination of HDT was carried out on a HVT302B
(MP Strumenti, Milano, Italy) in accordance with ISO 75-1 (method A). The sample, with
a parallelepiped geometry (80 x 10 x 4 mm), was immersed in a silicone oil bath, then
was subjected to a flexural stress of 0.45 MPa at the midpoint of the flatwise position of a
3PB configuration. The silicon oil bath was heated with a heating ramp of 120 °C/h; when
the sample bar reached a deflection equal to 0.34 mm, the corresponding bath temperature
at which this event occurs was the HDT (Type A) value. At least four specimens for each
composition were tested and the average value was reported.

2.5. Morphological Characterization

Scanning electron microscopy (SEM) was fundamental to confirming the presence and
the typology of the micromechanical deformation processes detected by the videoexten-
someter during tensile tests. The fracture surface of specimens broken during the tensile
test offered the best reliable information about the deformation mechanism. Consequently,
to study the morphology after the tensile test, the specimens were cryo-fractured along
the tensile direction. The new fracture surfaces were investigated by EM-30N scanning
electron microscope (SEM) (Coxem Ltd., Daejeon, Korea). The specimens were coated,
using a sputter coater Edward S150B, with a thin layer of gold prior to microscopy to avoid
charge build up.

2.6. Thermal Characterization

The biocomposites; thermal properties were evaluated by differential scanning calorime-
try (DSC) using a Q200-TA DSC (TA Instruments, New Castle, DE, USA) equipped with an
RSC 90 cooling system. Nitrogen was used as purge gas. A few milligrams (about 15 mg) were
cut from the injection molded samples and were subjected to the following heating program:
heated at 10 °C/min to 190 °C to delete the thermal history followed by a cooling scan at
20 °C/min up to —50 °C; then a second heating scan from —50 °C to 190 °C, at 10 °C/min,
was carried out. The melting temperatures (Tp,) of the PBS and its composites were recorded
at the maximum of the melting peak; the melting enthalpy was determined from the corre-
sponding peak area in the thermograms. The PBS crystallinity, X., was calculated according
to the following Equation (3) [38]:

AH,,

Xo=——m 4
wt.o/opgsAHm

00 3)

where AH,, is the melting enthalpy of PBS, AH,, is the melting enthalpy of PBS 100%
crystalline and is equal to 110.3 J/g [38]; wt.%pps is the polymeric mass fraction in the
composite.

3. Theoretical Analysis

In this work, several analytical models were applied to this class of biocomposites to
predict the main mechanical properties. The biocomposites were filled with ultra-short
fibers (having an aspect ratio <10) and, for this reason, the choice of the analytical models
to be applied required specific considerations. With such a low aspect ratio, these fillers
teeter on the boundary between short fibers and particulate fillers class. To corroborate this
similarity, as has already been mentioned, in short fiber composites, the transferring of the
load from the matrix to the fibers involves not only the cylindrical surfaces of the fibers but
also the fibers’ ends [36,39].

3.1. Elastic Modulus

The composite system analyzed in this study was characterized by a thermoplastic
matrix in which ultra-short fibers, randomly oriented, were embedded. The prediction
of the elastic modulus is not trivial, and much information correlated to geometrical,
topological and mechanical parameters is necessary [40]. When a theoretical approach
is followed, it is necessary to collect as much information as is available (such as the
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mechanical properties of the matrix and the fibers, the fibers volume fraction, etc.) and then
to cover the missing data with suitable assumptions. In this context, for the prediction of
the elastic modulus, the existing analytical expressions available were obtained either from
the elasticity theory or from the attempt to fit experimental data with theoretical curves by
adding suitable constants to existing theoretical models [39,41-44]. The analytical models
adopted in this work are reported in Table 4.

Table 4. Summary of the analytical equations adopted in this work for the composites” Young’s
modulus prediction.

Model Ecomposite Parameters Used
Einstein E.=E, (1 +2,5 ¢f>
_ tanh (n-a,) 2E,
Cox Ec = ¢mEm +¢rEf-(1 — =57 n= |[———"—
c mEm f f( (n-ar) ) , Ef(lJrv)ln(%)
Halpin-Tsai Ec = 3E + 3E

In Table 4, Ef and E,; are the elastic modulus of the fibers and matrix, respectively, oh
is the fiber volume fraction, a4, is the fibers” aspect ratio, v is the Poisson ratio of the matrix
(~0.35), and P is the fibers’ packing factor with the value 27t//3. In the Halpin-Tsai model,
the two terms E; and E; are, respectively, the longitudinal and the tangential modulus,
which can be calculated as follows:

E
1+2ﬂr‘<EEfm+2a>¢f
El*Em EfE (4)
I (O
%JrZu, f
5
14 2-a, Eni+2 ¢f
Et:Em' EfEm (5)
1 (B )y
m+2

To compute the model listed in Table 4, apart from the data taken from experimental
measurements, some initial data or assumptions must be taken and are listed in Table 5.

Table 5. Initial modeling data assumption.

Name Symbol Value Source
Fiber modulus Emn 23.4 (GPa) [45]
Fiber aspect ratio ar 3 From Technical data sheet
Matrix Poisson ration v 0.35 [46-48]

3.2. Interfacial Adhesion

Interfacial adhesion between the reinforcement and the matrix is fundamental because it
influences both the physical and mechanical properties of the composites. Nevertheless, its
experimental determination is often laborious. For this reason, analytical models are frequently
adopted to calculate the interfacial shear stress (IFSS) using simple mechanical properties that
can be obtained from the stress-strain curves of the matrix and of the composites.
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In this context, the Pukanszky model has been largely adopted with success in par-
ticulate filled and short fiber composites systems [31,33,49]. The model considers that the
composite strength varies with the fiber load according to the following equation:

1-V
_ ¥
e = Imi o5y, 9P (B Vs ) ©)

where 0. and o, are the strength at break of the composite and matrix, respectively, Vyis
the volume fiber fraction. The term (1 — Vj)/(1 + 2.5V}) is correlated to the reduction of the
effective load-bearing cross section caused by the addition of the fibers; B is an interaction
parameter connected to the efficiency of stress transmission from the matrix to the fiber.
Linearizing Equation (6) in Equation (7), it can be observed that the linear correlation can
be obtained in which the interaction parameter, B, can be calculated as the slope of the
Pukanszky’s plot (obtained plotting the natural logarithm of Pukanszky’s reduced strength,
Ored, against the volume fraction of the reinforcement).

o (1+25Vf)

ow(1- V)

In Ored = In = BVf (7)

4. Results and Discussion

In Figure 1 are shown the representative stress—strain curves obtained from mechanical
tests. Increasing the fiber content increases the elastic modulus (observable in an increase in
the slope of the elastic part of the stress—strain curve); this trend agrees with other literature
studies in which cellulosic fibers were used [33,34,50]. The Young’s modulus increment is
ascribed to the higher stiffness of the fibers that increments the polymeric matrix stiffness.
The results of the prediction of the Elastic modulus compared with the experimental data,
reported in Figure 2, show that the Cox model provides underestimated stiffness prediction.

40

—PBS —PBS10 —PBS20 —PBS30

30

20

Stress (MPa)

10

15 20 25 30
Strain (%)

Figure 1. Stress—strain curves of PBS and its composites.
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Figure 2. Comparison between experimental elastic modulus of the composites and the
analytical models.

This discrepancy between Cox prediction and the experimental data can be ascribed
to the fact that the Cox model derives from the shear lag theory in which the fibers are
long and aligned unidirectionally; furthermore, the composite behavior as well as the
matrix behavior are considered rigid and perfectly elastic [41]. The fibers used for this
work were ultra-short, randomly oriented and from the stress—strain curves it is evident
that the mechanical behavior is elasto-plastic. The latter issue can be responsible for the
main discrepancy observed between the predicted value and the experimental data; in fact,
despite the Cox model being originally used for predicting long fiber composites systems,
good predictions were also found with short fiber composites [25,51,52]. Another aspect
for which the Cox model fails is correlated with the ultra-short aspect ratio of the fibers
(<10) that, as recently demonstrated [36], makes it impossible to neglect the stress at the
fiber ends.

Although the Einstein model is valid for particulate composites, the very low aspect
ratio of the fibers makes it worth noting to be validated. In fact, it has been observed
in the literature [53-55] that reliable results were achieved when the Einstein model was
applied to short fiber composites systems. For the PBS/Arbocel composites, the Einstein
approaches slightly improve the fitting with experimental data; however, the data fitted
are still underestimated. When the fiber content is low (PBS10), the fitting is very good and
the major discrepancies are observed, increasing the fiber content in agreement with what
was observed in the literature for other short fiber composites systems [55].

The Halpin-Tsai model fits the experimental data quite well; this model, in fact, is
largely adopted for the prediction of composites with unaligned short fibers; this model,
containing the expression for the evaluation of both transversal and longitudinal modulus,
provides an acceptable fitting.

Concerning the flexural properties, the results obtained are coherent and in line with
the elastic modulus, with an increment of the flexural modulus with the fiber content.
Consequently, based on the results of the elastic modulus analytical modeling, the Halpin—
Tsai model was applied to the flexural modulus. The analytical fitting compared with
experimental data (reported in Figure 3) shows a very good correlation demonstrating that
the Halpin—Tsai model can be used for the prediction of both elastic and flexural modulus.
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'— Halpin-Tsai
Experimental |
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Figure 3. Comparison between experimental flexural modulus of the composites and the
analytical models.

The increment of the flexural modulus is also strictly connected to the growth of HDT,
as observed and reported in Figure 4. These results could be expected as the HDT test is a
3PBD test in temperature sweeping [56]. The HDT test provides important information for
the composite design because it is a measure of the upper boundary of the dimensional
stability and strength of the material under a fixed load and a particular range of tempera-
ture conditions. HDT measures the ability of the material to retain its stiffness at elevated
temperatures. The increment of the composite stiffness with the fiber content indicates
a reduction in the free volume present in the system, which enhances the dimensional
stability of the composites and, hence, the HDT values [57].

O flexural modulus B HDT

2 100
s e " !
& | T
- | kT |
S | e —
E R T l 2
<IN R N {9 &
E | .M 1 2
s | e
S I I
x
[
T |

0 80

PBS PBS10 PBS20 PBS30

Figure 4. Flexural modulus and HDT results.

The fibers, having a higher thermal stability and flexural modulus with respect to the
pure PBS matrix, lead to an increment of the flexural properties and, at the same time, to
the thermal stability of the injection molded materials.

From the main thermal properties of pure PBS and its composites, summarized in
Table 6, no significant differences in the melting temperature, glass transition tempera-
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ture and crystallinity degree of the neat polymer and its composites can be observed in
agreement with what was observed in other similar systems [58-60].

Table 6. HDT, glass transition temperature and.

Name Ty (°O) Tm (°O) AHn, (J/g) Xc (%)
PBS —-34.0 115.1 57.5 52.1
PBS10 —34.1 115.1 524 52.8
PBS20 —34.1 116.0 45.7 51.8
PBS30 —34.0 116.7 40.5 524

Regarding the tensile properties, it can be observed that the addition of 10 wt.% of
Arbocel does not significantly change the elongation at the break of the composites while
the stress at break decreases. On increasing the Arbocel content, a progressive reduction
of elongation at break and stress at break was observed. The mechanical results suggest
that a slight or entirely null stress transfer takes places between the fiber and the matrix;
consequently, the fibers only reduce the load bearing section leading to a decrement of the
stress at the break. The poor adhesion between the fibers and the matrix was also confirmed
by the B parameter obtained from the Pukanszky’s plot, reported in Figure 5, in which a
low B value equal to 1.02 was obtained.

Pukanszky’s plot

0.8

0.6

ING ey

0.4 y =1,02x

0.2

0 0.1 0.2 0.3 0.4
Volume filler content

Figure 5. Pukanszky’s plot for PBS composites with Arbocel.

Several local processes (shear yielding of the matrix, cavitation, debonding etc.) can
occur when the composite undergoes tensile deformation; these mechanisms cause volume
variation and may occur simultaneously or consecutively [49]. The interface adhesion plays
a fundamental role; in fact, changes in adhesion can considerably modify the dominating
deformation process and consequently the failure mechanism [31]. The dilatometric results
reported in Figure 6 allow us to correlate the mechanical properties obtained with the
failure mechanisms. Some local events (like fibers debonding or fibers pull-out) cause an
apparent volume variation (volume occupied by the specimen, which is different from the
volume occupied effectively by the material because of the porosity and voids).

The dilatational response of the composites analyzed, when they are subjected to an applied
stress, lead to an appreciable deformation in the material bulk that causes volume variations
detectable with the use of the videoextensometer and calculated according to Equation (1).
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Figure 6. Volume strain-strain curves for PBS composites.

In Figure 6, a significant volume variation, individuated by a significant change in
the slope of the volume change as a function of the axial elongation, can be observed.
The point at which the slope change occurs is followed by an abrupt increment of the
volume variation. Considering the low adhesion between the fibers and the matrix (de-
tected by mechanical results and the low B parameter), the related process must be the
fibers debonding. Generally, debonding is the dominating process that takes place during
deformation when low fibers/matrix adhesion is present and in the absence of a coupling
agent [49,61]. Consequently, from the intersection point at which the slopes change occurs,
it is possible to calculate the axial elongation at which debonding appears and, from the
stress—strain curves, it is possible to calculate the stress at debonding. For the composites
system analyzed, the debonding stress is almost the same for all fiber amounts; nevertheless,
a slight increment of the stress at debonding with the fiber content was registered [37,62].
From PBS10 to PSA30, the stress at debonding registered was: 10.91 MPa, 11.12 MPa and
12.67 MPa. According to the literature, the fibers with the largest diameters debond first; it
is not the aspect ratio or average size, but the size and the number of thick fibers determine
the initiation of the debonding process [31]. Increasing the fibers amount, the probability
of finding a high number of thinner fibers rise and the stress at the debonding increase.
However, increasing the fiber amount also increases the number of fibers that debond
and thus generate voids around the fibers; this leads to an increment of the volume slope
variation as confirmed by the dilatometric curves in which by increasing the fibers quantity,
the volume slope variation increases.

The SEM micrographs at the cryo-fractured surface of the tensile specimens along the
draw direction (Figure 7) support the dilatometric results.

It can be observed that, effectively, voids are present around the fibers (green arrows)
caused by the low fiber/matrix adhesion that is the response to the fibers debonding.
Increasing the fiber quantity, the debonded fibers that generated voids are present in a large
number at the interface, leading to a volume change increment. Nevertheless, debonding is
the dominating deformation mechanism but, due to the poor adhesion, the fiber debonding
is accompanied by fiber pull-out that leaves “holes” clearly visible in the micrographs
(yellow arrows) and that are also responsible for the volume strain increment. It can
be observed that, by increasing the fiber quantity, the fibers pull-out is higher with an
increasing number of holes generated. The higher stress at debonding generates higher
pull-out fibers. The results obtained are in agreement with similar studies, in which, in
fibers with poor adhesion and low aspect ratio, debonding was proved to be the main
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micromechanical deformation mechanism, often accompanied by fibers pull-out (that can
occur simultaneously) [31,49,63,64].

Figure 7. SEM micrographs made at the surface of tensile specimens cryo-fractured along the draw
direction for PBS10, PBS20 and PBS30.

5. Conclusions

In this work, the properties of PBS composites reinforced with commercial cellulosic
fibers (Arbocel) with a very low aspect ratio were investigated. Summarizing the results,
two main aspects were deepened: the fiber-matrix interface adhesion and the stiffness
depend on the fiber volume fraction. The composites’ tensile properties are strongly inter-
connected with the fiber/matrix adhesion. In this context, a low adhesion was registered
that led to a decrement of the tensile strength and elongation at break. The micromechanical
deformation process, determined by dilatometric tests coupled with SEM analysis, revealed
that there is a close correlation between the composite strength and micromechanical defor-
mation processes. Debonding, often coupled with fibers pull-out, was responsible for the
tensile strength decrement and volume strain increment.

The stiffness of the composites was predicted by applying and comparing different
analytical models. It was found that the Halpin-Tsai model gives a good fitting not only for
the tensile elastic modulus but also for the flexural modulus. The increment of the flexural
modulus was related to the HDT increment with the growth of the fiber content.

Based on the results obtained, it emerged that Arbocel fibers, due to their very low
aspect ratio, show a very good processability and can be easily adopted for the injection
molding application, providing a fully biobased solution for those applications where high
stiffness and thermal resistance are required. However, the poor fiber/matrix adhesion
does not allow us to efficiently improve the tensile strength of the composites; consequently,
further work must be carried out to enhance the fiber-matrix adhesion to enlarge the
potential application field of these biocomposites.
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