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Abstract: Biocomposites based on poly(lactic acid) (PLA) and biochar (BC) particles derived from
spent ground coffee were prepared using two different processing routes, namely melt mixing and
solvent casting. The formulated biocomposites were characterized through rheological, thermal, and
mechanical analyses, aiming at evaluating the effects of the filler content and of the processing method
on their final properties. The rheological characterization demonstrated the effectiveness of both
exploited strategies in achieving a good level of filler dispersion within the matrix, notwithstanding
the occurrence of a remarkable decrease of the PLA molar mass during the processing at high
temperature. Nevertheless, significant alterations of the PLA rheological behavior were observed
in the composites obtained by melt mixing. Differential scanning calorimetry (DSC) measurements
indicated a remarkable influence of the processing method on the thermal behavior of biocomposites.
More specifically, melt mixing caused the appearance of two melting peaks, though the structure of
the materials remained almost amorphous; conversely, a significant increase of the crystalline phase
content was observed for solvent cast biocomposites containing low amounts of filler that acted as
nucleating agents. Finally, thermogravimetric analyses suggested a catalytic effect of BC particles on
the degradation of PLA; its biocomposites showed decreased thermal stability as compared with the
neat PLA matrix.

Keywords: poly(lactic acid); biochar; melt mixing; solvent casting; rheological behavior;
thermal properties

1. Introduction

The increasing demand for environmentally sustainable products has stimulated a growing
research effort in the last years towards the production of new bio-sourced materials, characterized
by a lower environmental impact with respect to the traditional fossil-fuel counterparts [1–3].
In this context, poly(lactic acid) (PLA) is considered one of the most promising candidates for replacing
petrochemical-derived polymers in several fields, including packaging, biomedical, and electronic
industries [4,5]. The leading position of PLA is related to its relevant physico-chemical properties,
coupled with its bio-sourced origin, compostability, and even biocompatibility [6]. However, in order
to obtain high added value PLA-based materials, potentially suitable for high-tech applications, some
drawbacks of this biopolymer need to be overcome. In particular, as clearly reported in the literature,
its hydrophobicity and lack of modifiable side chain groups, together with its brittleness (elongation
at break is below 10%) and low gas barrier properties, limit its complete exploitation for industrial
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sectors such as automotive, biomedical, electronics, and packaging [7,8]. To accomplish this objective,
different strategies have been pursued, including the formulation of blends [9,10], composites [11,12],
and nanocomposites [13,14], using a huge variety of either polymeric or non-polymeric dispersed
phases. In particular, with the aim to obtain highly sustainable materials, natural and renewable fillers
are commonly being selected for the production of PLA-based composites [15,16]. As an example,
composites based on PLA and nanocellulose fibrils with high lignin content have been obtained
through film casting and hot pressing. The resulting biocomposites showed a significant improvement
in mechanical, thermal, and water vapor barrier properties, owing to the effective coupling between
PLA and the fillers embedded at nanoscale level [17]. Tesfaye et al. explored the possibility to recycle
PLA biocomposites containing different amounts of silk nanocrystals, by subjecting the materials
to a repetitive extrusion process [18]; interestingly, a remarkable stabilizing action of the embedded
nanocrystals against PLA degradation occurring during multiple processing cycles was observed.

Recently, biochar (BC) has attracted increasing interest as far as its utilization as filler for
polymer-based composites, either thermoplastics or thermosets, is concerned [19,20]. BC is usually
obtained from the pyrolysis of agricultural and forestry wastes [21], and its structure can be tuned
depending on the pyrolysis conditions; in particular, by adjusting the temperature and the oxygen flow,
the degree of internal porosity and the presence of different functional groups anchored to the surface
can be tailored [22]. The interest towards BC lies in its intriguing properties, such as high chemical
and thermal stability, great electric properties, and very large surface area [23], combined with its cost
effectiveness and low environmental impact [24]. For instance, electrically conductive composites
based on ultra high molecular weight polyethylene and BC derived from bamboo charcoal were
formulated through high-speed mechanical mixing and the hot-pressing method [25]. These composites,
characterized by a peculiar segregated morphology, exhibited a low electrical percolation threshold and
superior thermal stability with respect to the neat matrix. Das et al. formulated polypropylene-based
systems containing different amounts of BC produced from landfill pine wood waste [26]. A beneficial
effect of BC on the matrix flame behavior was documented; more specifically, the peak of heat release
rate and smoke production were remarkable reduced as a result of the BC addition. Besides, the char
layer formed after combustion was proven to be effective in enhancing the insulation properties of the
formulated composites. Interestingly, the BC derived from the carbonization of starch-based packaging
material was melt mixed with post-consumer poly(ethylene terephthalate), to produce a composite
filament suitable for 3D printing applications [27]. The introduction of BC particles improved the
processability of the matrix, giving rise to composite systems with improved mechanical and thermal
properties with respect to the neat polymer matrix.

Generally speaking, biochar is currently exploited as a cheap, functional material, already
employed for several applications (i.e., as an adsorber in functional clothing, as storage for volatile
nutrients, as energy storage in batteries, and as an insulating material in the building industry, among
others) and undoubtedly it is a way for recovering wastes at the end of life, offering them a new added
value [28].

Few reports dealing with the formulation of BC-containing composites based on biopolymers are
present in the literature [29,30]. For instance, biodegradable poly(butylene adipate-co-terephtalate) was
melt compounded with BC derived from agriculture commodities to produce composites potentially
suitable for food packaging applications [31]. BC addition was found to enhance the thermo-mechanical
properties of the polymer matrix, notwithstanding its hydrophobicity. Additionally, the presence of
BC particles from bamboo charcoal was demonstrated to be effective in stabilizing the PLA matrix
against UV irradiation.

In this work, PLA-based biocomposites containing BC particles derived from spent ground coffee
were formulated through two different processing methods, namely melt mixing and solvent casting.
BC was introduced within the polymer matrix at different contents, ranging from 1 wt.% to 7.5 wt.%,
aiming at evaluating the effect of the processing route and of the BC loading on the ultimate properties
of the resulting biocomposites. The dispersion of the embedded BC particles and the extent of the
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established polymer–filler interactions were assessed through morphological and rheological analyses;
besides, the thermal and mechanical behavior of the biocomposites was investigated, assessing the
possible influence of the processing on the PLA intrinsic characteristics. Finally, the thermal stability of
biocomposites was evaluated and compared to that of neat PLA.

2. Materials and Methods

2.1. Materials

Two different PLA matrices were used, PLA 3251D and PLA 4042D, both supplied by IngeoTM
Natural Natureworks (Minnesota, MN, USA). PLA 3251D is an injection molding grade and has a melt
flow index of 13 g/10 min (210 ◦C, 2.16 kg); conversely, PLA 4042D is suitable for film applications and
shows a melt flow index of 6 g/10 min (210 ◦C, 2.16 kg).

A waste brewed coffee powder (Caffè Vergnano, Italy) was used as starting material for the
production of biochar (BC). In order to remove the leftover chemicals in waste coffee powder after
brewing, the sampled waste brewed coffee powder was washed many times with demineralized water.
The sample was further centrifuged and filtered and the obtained waste brewed coffee powder was
then dried in an oven at 90 ◦C for 10 h. The pyrolysis of the material was subsequently performed at
700 ◦C for 1 h in a nitrogen atmosphere (gas flow: 120 mL/min). The heating ramp rate of the tubular
furnace was set at 5 ◦C/min; after the pyrolysis step, the material was manually ground in a mortar,
achieving an average size of 10 µm. Further characteristics of the obtained BC particles are reported
in [32].

2.2. Processing

PLA and PLA-based composites containing 1, 2.5, 5, and 7.5 wt.% of BC were processed through
two different methods, namely melt mixing and solvent casting. PLA 3251D was used to formulate
solvent cast composites, owing to its lower average molar mass and enhanced solubility in the selected
solvent as compared with PLA 4042D.

In melt mixing (MM), the BC powder was compounded with the PLA4042D matrix using a
Brabender Plastograph mixer and operating at 170 ◦C, 100 rpm for 5 min. Neat PLA was subjected
to the same processing. Specimens for the various characterization were obtained by means of a
compression molding step, using a laboratory press (Collin Teach Line 200T, Maitenbeth, Germany),
working at 170 ◦C, under a pressure of 100 bar for 2 min. Prior to the processing, PLA and BC were
vacuum dried overnight at 70 ◦C. The melt mixed materials were designed as PLA+XBC_MM, where X
indicates the BC loading (wt.%).

In the solvent casting (SC) process, PLA 3251D pellets were dissolved in chloroform with vigorous
stirring at room temperature. BC was added after the complete dissolution of PLA and the obtained
solutions were stirred for 5 h. The solutions were then cast onto a glass Petri dish and allowed to dry
for about 24 h at room temperature. The resulting solvent cast films were placed in a vacuum oven at
40 ◦C for three days in order to remove all remaining solvent. The solvent cast systems were designed
as PLA+XBC_SC (X accounts for wt.% BC loading)

2.3. Characterization Techniques

Rheological measurements were performed using an ARES (TA Instrument, New Castle, DE, USA)
strain-controlled rheometer in parallel plate geometry (plate diameter: 25 mm). Strain sweep tests
were carried out at 170 ◦C andω = 1 rad/s. The complex viscosity and storage and loss moduli were
measured performing frequency scans from 10−1 to 102 rad/s at 170 ◦C, under a nitrogen atmosphere.
The strain amplitude was selected for each sample in order to fall in the linear viscoelastic region.
Time sweep tests were carried out at in air at 170 ◦C, ω = 1 rad/s, γ = 10%, and for 3600 s.
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Microstructures were observed using a LEO-1450VP scanning electron microscope (SEM, Zeiss,
Ramsey, NJ, USA) (beam voltage: 20 kV) on the cross-sections of the investigated samples fractured in
liquid nitrogen.

Differential scanning calorimetry (DSC) analyses were carried out using a QA1000 TA Instrument
apparatus (Waters Lc, Milford, MA, USA). All the experiments were performed under dry N2 gas
(20 mL/min) using samples of around 8 mg in sealed aluminum pans. All the materials were subjected
to the following cycle:

- First heating up from 30 to 200 ◦C at 10 ◦C/min;
- Cooling down from 200 to 0 ◦C at 10 ◦C/min;
- Second heating up from 0 to 180 ◦C at 10 ◦C/min.

All the thermal parameters were evaluated on the second heating scan, erasing the previous
thermal history and evaluating Tg (glass transition temperature), Tcc (cold crystallization temperature),
Tm (melting temperature), and Xc (crystallinity degree) in controlled conditions. Xc was calculated as
the ratio between the heat of fusion of the sample (∆H = ∆Hm − ∆Hcc, ∆Hm and ∆Hcc being the specific
melting and cold crystallization enthalpies, respectively), considering only the polymer fraction, and
the heat of fusion of a 100% crystalline PLA (93 J/g [33]).

Thermogravimetric analyses (TGA) were performed using a Pyris1TGA apparatus (Perkin Elmer,
Shelton, CT, USA) (experimental error: ±0.5 wt%,±1 ◦C). Samples (about 10 mg) were placed in alumina
pans and runs were carried out in the range of 50–600 ◦C, with a heating rate of 10 ◦C/min, under
N2 flow (35 mL/min). T5%, T10% (i.e., the temperatures at which 5% or 10% weight loss, respectively,
occurs), and Tmax values (i.e., the temperatures corresponding to the peaks appearing in derivative -
dTG - curves) were calculated; besides, the final residue at 600 ◦C was measured.

Tensile tests were performed using an Instron® 5966 dynamometer (Norwood, MA, USA).
The measurements were carried out at two different crosshead speeds: 1 mm/min until 0.2% of
deformation is reached, and then 100 mm/min up to sample breakage. At least five specimens for each
system were tested and the were results averaged.

3. Results and Discussion

3.1. Rheological Behavior

The linear viscoelastic behavior of neat PLA and all formulated composites was evaluated
through oscillatory measurements; in Figure 1A,B, the trends of the complex viscosity as a function of
frequency for BC-containing composites obtained through melt mixing and solvent casting, respectively,
are reported. As far as melt mixed composites are concerned, a progressive decrease of the complex
viscosity values with increasing the BC loading can be observed, as compared with the neat PLA matrix.
This finding has already been reported in the literature for similar PLA-based composites and attributed
to some thermal degradation phenomena occurring in PLA during processing at high temperatures [34].
Specifically, degradation processes, including radical, hydrolysis, and/or transesterification reactions,
cause a decrease of the PLA molar mass, resulting in a consequent reduction of the viscosity. However,
although all melt mixed composites show reduced viscosity with respect to the neat PLA matrix, it is
worth noting that the Newtonian behavior exhibited by pure PLA tends to progressively disappear
as the BC loading in the composites increases. In fact, a yield stress behavior can be observed in the
low frequency region for all composites, and this behavior becomes more pronounced for systems
containing higher amounts of filler. Generally, the appearance of a yield stress behavior is related
to the limitation of the macromolecules relaxation owing to the restriction of the chain motion, as a
result of the establishment of strong polymer–filler or filler–filler interactions [35]. In the case of
BC-containing composites, it can be inferred that, as the BC content increases, a slowing down of the
PLA chain mobility occurs, owing to some interactions taking place between the polymer matrix and
the embedded fillers.
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Looking at the results of the solvent cast systems, a different scenario can be observed. In particular,
a progressive increase of the complex viscosity values with respect to those of the neat PLA matrix
is noticed, as the filler loading increases. However, different to what was observed in the case of
melt mixed composites, the presence of BC particles does not induce the appearance of a stress yield
behavior, and BC-containing systems exhibit a frequency-dependence of the viscosity curves very
similar to that of neat PLA. In other words, the presence of BC filler causes a mere vertical shift
of the complex viscosity curve towards higher values, without actually modifying the relaxation
spectrum of PLA macromolecules. Usually, this behavior is observed in polymer-based composites
characterized by a low level of polymer–filler interactions, in which the embedded particles are not
able to significantly modify the macromolecules dynamics [36]. As a result, the dispersed particles
do not induce appreciable rheological alterations and the rheological response of the composites is
governed by the matrix; the obtainment of progressively higher viscosity values as a function of the
filler content is attributed to higher deformations experienced by the interstitial polymer entrapped
between contiguous solid filler particles [37].
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Figure 1. Complex viscosity as a function of frequency for neat poly(lactic acid) (PLA) and biochar
(BC)-containing composites obtained through melt mixing (MM) (A) and solvent casting (SC) (B).

Further important information about the interactions existing in polymer-based composites can
be derived from the analysis of the rheological response under large deformations; Figure 2A,B show
the results of large amplitude oscillatory shear (LAOS) measurements, in terms of variation of the
dynamic storage modulus (G′) as a function of the applied strain amplitude. All investigated systems
exhibit a plateau in the low strain region, followed by a decrease of the G′ values. The beginning of the
G′ drop is an indication of the transition from linear to non-linear viscoelastic regime and is the result
of the preferential alignment of the polymer macromolecules along the flow direction [38]. The results
reported in Figure 2 confirm the behavior already noticed through frequency sweep tests; specifically,
for melt mixed composites, a progressive decrease of G′ values can be observed as the BC content rises.
Conversely, for solvent cast systems, higher modulus values are achieved for composites containing
increasing filler amounts. Additionally, for melt mixed composites, an increase of the critical strain at
the beginning of the non-linear viscoelastic regime can be noted as a function of BC content, and for
PLA+7.5BC_MM, the linear region covers the whole investigated strain amplitude range, indicating
that the rheological behavior of composites under large deformations is governed by PLA. At variance,
in solvent cast composites, a different trend can be observed as, in this case, the linear viscoelastic
range slightly decreases for the systems containing higher filler amounts.

To gain a better understanding of the thermally-activated reactions leading to a decrease of the
PLA molar mass and to verify the possible effect of BC on the degradation of the matrix in the melt
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state, the temporal evolution of complex viscosity was evaluated through time sweep measurements at
170 ◦C in air, for both series of composites. In Figure 3A,B, the trends of viscosity for melt mixed and
solvent cast composites containing 1 and 5 wt.% of BC are compared to those of neat counterparts.
A progressive decrease of the material viscosity is clearly observable as a function of time also for
neat PLA, although the viscosity reduction rate is significantly enhanced by the presence of BC.
The observed viscosity drop is more severe for melt mixed composites, which have already been
subjected to degradation during the processing performed at a high temperature; furthermore, for these
systems, the rate of viscosity decrease is almost unaffected by the filler loading. Conversely, for solvent
cast materials, the decrease of viscosity is less pronounced and both the beginning of the viscosity
reduction and the rate of viscosity decrease are sensitive to the BC loading.
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Figure 2. Results of large amplitude oscillatory shear (LAOS) tests for neat PLA and BC-containing
composites obtained through melt mixing (A) and solvent casting (B).
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Figure 3. Time evolution of the complex viscosity at 170 ◦C for neat PLA and BC-containing composites
obtained through melt mixing (A) and solvent casting (B).

3.2. Morphology

Some typical SEM micrographs of the fractured surface of composites containing 7.5 wt.% of BC
obtained through melt mixing and solvent casting are shown in Figure 4. A homogeneous dispersion
of BC particles was achieved for both exploited processing methods, and the embedded fillers do not
exhibit aggregation phenomena. Nevertheless, in the case of melt mixed composites, the BC particles’
average size seems to be lower than that observed for solvent cast systems. This phenomenon can
likely be ascribed to the intense shear stresses that BC underwent during melt mixing, as during the
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processing, a partial disruption of particles may occur [39]. This finding can explain the different
rheological behavior showed by melt mixed composites with respect to the solvent cast ones, as the
size decrease of the BC particles could cause an increase of the polymer/filler interfacial area with a
consequent amplification of the interactions between BC and PLA macromolecular chains.Polymers 2020, 12, x FOR PEER REVIEW 7 of 12 
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Figure 4. Scanning electron microscope (SEM) micrographs of PLA+7.5BC_MM (A,B) and
PLA+7.5BC_SC (C,D) at different magnifications.

3.3. Thermal Properties

Figure 5 shows the DSC thermograms recorded during the second heating scan for all investigated
systems; the main properties resulting from the selected thermal cycle are listed in Table 1.

As far as melt mixed systems are concerned, the presence of BC causes a slight decrease of Tg and
Tcc values as compared with the neat matrix, indicating an enhanced mobility of PLA macromolecules
owing to the molar mass decrease resulting from degradation phenomena occurring during processing.
Additionally, beyond 1 wt.% of BC loading, a double melting peak appears. However, the total content
of the crystalline phase in melt mixed samples remains almost unchanged as compared with neat PLA,
and the materials exhibit an amorphous structure.

Looking at the results shown by solvent cast systems, lower Tg, Tcc, and Tm values with respect
to the neat matrix are observed, suggesting an enhanced crystallization capability. In addition,
a remarkable increase of the crystallinity degree can be noticed for composites containing up to
2.5 wt.% of BC; a further increase of the filler content does not favor the crystallization process,
and for PLA+7.5BC_SC, only a slight increase of Xc as compared with the neat PLA was achieved.
The observed behavior can be explained considering two concurrent opposite phenomena exerted
by the embedded BC particles: a nucleating effect and an interference on the crystallization process
of PLA macromolecules. At low BC loadings, the first effect is prominent and the composites show
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improved crystallization ability; conversely, for higher amounts of BC, the presence of disperse fillers
hampers the crystallization process of polymer macromolecules, and a lower content of crystalline
phase is formed.Polymers 2020, 12, x FOR PEER REVIEW 8 of 12 
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Figure 5. Differential scanning calorimetry (DSC) thermograms recorded during the second heating
scan for neat PLA and BC-containing composites obtained through melt mixing (A) and solvent
casting (B).

Table 1. Main thermal properties collected during the second heating scan for all investigated systems.
PLA, poly(lactic acid); BC, biochar; MM, melt mixing; SC, solvent casting.

Tg
[◦C]

Tcc
[◦C]

Tm1

[◦C]
Tm2

[◦C] ∆H [J/g] Xc [%] Tg
[◦C]

Tcc
[◦C]

Tm1

[◦C] ∆H [J/g] Xc [%]

MM SC

PLA 60.7 129.3 - 153.4 1.2 0 61.1 102.5 169.5 13.0 13.9
PLA+1BC 60.4 127.2 - 152.2 3.7 0 60.9 97.8 169.0 21.4 23.2

PLA+2.5BC 59.9 123.9 148 153.4 2.3 0 61.2 96.9 168.3 24.9 29.7
PLA+5BC 59.4 128.3 151.1 152.8 1.6 0 60.4 97.7 166.7 20.2 22.9

PLA+7.5BC 56.1 126.6 144.8 150.2 0.8 0 59.9 99.8 166.3 14.2 16.5

3.4. Thermal Stability

Figure 6 reports TG and dTG curves obtained under nitrogen atmosphere for neat PLA and
composites; furthermore, Table 2 collects T5%, T10%, TMax, and the final residues at 600 ◦C in both air and
nitrogen atmospheres. In nitrogen, the degradation of the composites occurs in a single degradation
step; the weight loss observed for solvent cast systems in the temperature range of 90–180 ◦C can be
ascribed to the removal of the residual solvent in the films [40]. The presence of BC particles caused in
both series of composites an anticipation of the degradation phenomena, especially for melt mixed
systems. In fact, a progressive decrease of T5% and T10% values can be noticed as a function of the filler
content, as well as a gradual shifting towards lower values of the maximum degradation temperature.
A detrimental effect of BC particles derived from different sources on the thermal and thermo-oxidative
stability of PLA and other bio-polyesters matrices has already been reported in the literature and was
attributed to the catalytic effect of potassium, usually contained in BC, on the decomposition of the
polymer matrix [31,41]. The presence of potassium in the biochar used in this work has been verified
through EDX elemental analysis; the results are reported in Table 3. Therefore, the progressive increase
of the potassium content with the increase of BC loading is likely to cause a worsening of the thermal
stability of the biocomposites. However, both hydrolytic and “back-bite” reaction mechanisms [42]
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may take place during the thermal degradation of PLA, owing to residual hydroxyl functionality
present on the biochar surface [43].Polymers 2020, 12, x FOR PEER REVIEW 9 of 12 
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Figure 6. Thermogravimetric (TG) (A,C) and dTG (B,D) curves for neat PLA and its composites
obtained through melt mixing (A,B) and solvent casting (C,D).

Table 2. Thermogravimetric analysis (TGA) results in N2 for neat PLA and BC-containing composites.

Sample T5%
[◦C]

T10%
[◦C]

Tmax
[◦C]

Residue at
600 ◦C [%]

T5%
[◦C]

T10%
[◦C]

Tmax
[◦C]

Residue at
600 ◦C [%]

MM SC

PLA 324.3 335.9 366.9 0.70 300.4 326.5 366.0 0.50
PLA+1BC 310.0 322.2 361.9 1.35 295.0 317.5 363.8 2.00

PLA+2.5BC 277.2 293.6 342.1 2.36 282.1 301.4 347.6 3.16
PLA+5BC 284.0 300.1 343.9 5.51 272.4 291.7 342.6 5.30

PLA+7.5BC 254.8 271.9 320.2 7.41 263.4 281.3 332.0 7.82

Table 3. Elemental composition of used BC.

Element Composition (wt.%)

C 74.0
K 21.6
Ca 4.4
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3.5. Mechanical Properties

The mechanical properties of the PLA-based systems were evaluated through tensile tests;
the obtained mechanical properties, namely tensile modulus and tensile strength, are plotted in
Figure 7A,B as a function of the BC content. For both melt mixed and solvent cast materials, tensile
modulus values increase with the increasing BC loading, confirming the homogeneous dispersion
of the embedded filler within the polymer matrix. However, the tensile strength of BC-containing
systems is slightly decreased as compared with the neat PLA matrices; this finding can be associated
with the premature failure of the biocomposites, owing to the presence of voids in the porous structure
of BC particles.
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Figure 7. Tensile modulus (A) and tensile strength (B) for all investigated systems.

4. Conclusions

Two different processing methods, that is, melt mixing and solvent casting, were exploited for
preparing PLA-based biocomposites containing BC particles obtained from pyrolysis of spent coffee
grounds. The rheological results suggested that melt mixing method is more effective in dispersing BC
particles owing to the high shear force that systems experienced during processing, though the high
temperature, at which the processing is performed, caused the occurrence of degradation phenomena in
PLA, leading to a severe reduction of the polymer molar mass. Conversely, the solvent casting method,
carried out at room temperature, preserved PLA from degradation, but the weak dispersing stresses
involved in this processing did not promote the establishment of strong polymer–filler interactions,
owing to the bigger size of BC and its sponge-like structure. Furthermore, the selected processing
route significantly affected the thermal behavior of formulated materials; in fact, melt mixed systems
showed an amorphous structure, while solvent casting composites exhibited crystalline phases, owing
to the nucleating effect of the embedded BC particles. Finally, irrespective of the processing strategy,
an improvement of the tensile modulus was documented for all biocomposites, as compared with
neat PLA.

From an overall point of view, the obtained results clearly showed that the ultimate properties
of the PLA/BC biocomposites can be profitably modulated by selecting the content of BC and the
suitable processing method, which are able to govern the morphology of the materials, as well as their
rheological and mechanical behavior.

All these findings may suggest the suitability of BC for replacing some common fillers (such as
carbon black, talc, and CaCO3) in the preparation of polymer biocomposites with tailored properties,
useful for packaging, automotive, and electronic applications. Besides, the low production cost of this
carbon filler, together with the possibility of deriving it from different waste sources, clearly represents
an added value toward the circular economy approach. The combination of a waste-derived filler
together with a biopolymer is thus a very effective tool for the improvement of materials sustainability.



Polymers 2020, 12, 892 11 of 13

Author Contributions: Conceptualization, R.A.; methodology, R.A. and G.M.; formal analysis, R.A.; investigation,
R.A.; resources, R.A. and G.M.; data curation, R.A. and M.B.; writing—original draft preparation, R.A.;
writing—review and editing R.A., M.B., and G.M.; supervision, G.M. All authors have read and agreed to
the published version of the manuscript.

Funding: This research received no external funding.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Yu, L.; Dean, K.; Li, L. Polymer blends and composites from renewable resources. Prog. Polym. Sci. 2006,
31, 576–602. [CrossRef]

2. Dintcheva, N.T.; La Mantia, F.P.; Arrigo, R. Natural compounds as light stabilizer for a starch-based
biodegradable polymer. J. Polym. Eng. 2014, 34, 441–449. [CrossRef]

3. Jamróz, E.; Kulawik, P.; Kopel, P. The effect of nanofillers on the functional properties of biopolymer-based
films: A review. Polymers 2019, 11, 675. [CrossRef] [PubMed]

4. Armentano, I.; Bitinis, N.; Fortunati, E.; Mattioli, S.; Rescignano, N.; Verdejo, R.; Lopez-Manchado, M.A.;
Kenny, J.M. Multifunctional nanostructured PLA materials for packaging and tissue engineering.
Prog. Polym. Sci. 2013, 38, 1720–1747. [CrossRef]

5. Raquez, J.M.; Habibi, Y.; Murariu, M.; Dubois, P. Polylactide (PLA)-based nanocomposites. Prog. Polym. Sci.
2013, 38, 1504–1542. [CrossRef]

6. Serizawa, S.; Inoue, K.; Iji, M. Kenaf-fiber-reinforced poly(lactic acid) used for electronic products. J. Appl.
Polym. Sci. 2006, 100, 618–624. [CrossRef]

7. Rasal, R.M.; Hirt, D.E. Toughness decrease of PLA-PHBHHx blend films upon surface-confined
photopolymerization. J. Biomed. Mater. Res. 2009, 88, 1079–1086. [CrossRef]

8. Abd Alsaheb, R.A.; Aladdin, A.; Othman, N.Z.; Abd Malek, R.; Leng, O.M.; Aziz, R.; El Enshasy, H.A. Recent
applications of polylactic acid in pharmaceutical and medical industries. J. Chem. Pharm. Res. 2015, 7, 51–63.

9. Lyu, Y.; Pang, J.; Gao, Z.; Zhang, Q.; Shi, X. Characterization of the compatibility of PVC/PLA blends by Aid
of Rheological Responses. Polymer 2019, 176, 20–29. [CrossRef]

10. Arrieta, M.P.; Samper, M.D.; Aldas, M.; López, J. On the use of PLA-PHB blends for sustainable food
packaging applications. Materials 2017, 10, 1008. [CrossRef]

11. Morreale, M.; Liga, A.; Mistretta, M.C.; Ascione, L.; La Mantia, F.P. Mechanical, thermomechanical and
reprocessing behavior of green composites from biodegradable polymer and wood flour. Materials 2015,
8, 7536–7548. [CrossRef] [PubMed]

12. Ozyhar, T.; Baradel, F.; Zoppe, J. Effect of functional mineral additive on processability and material
properties of wood-fiber reinforced poly(lactic acid) (PLA) composites. Compos. Part A Appl. Sci. Manuf.
2020, 132, 105827. [CrossRef]

13. Gonçalves, C.; Gonçalves, I.C.; Magalhães, F.D.; Pinto, A.M. Poly(lactic acid) composites containing
carbon-based nanomaterials: A review. Polymers 2017, 9, 269. [CrossRef] [PubMed]

14. Mokhena, T.C.; Sefadi, J.S.; Sadiku, E.R.; John, M.J.; Mochane, M.J.; Mtibe, A. Thermoplastic processing of
PLA/Cellulose nanomaterials composites. Polymers 2018, 10, 1363. [CrossRef] [PubMed]

15. Fiore, V.; Botta, L.; Scaffaro, R.; Valenza, A.; Pirrotta, A. PLA based biocomposites reinforced with Arundo
donax fillers. Compos. Sci. Technol. 2014, 105, 110–117. [CrossRef]

16. Battegazzore, D.; Abt, T.; Maspoch, M.L.; Frache, A. Multilayer cotton fabric bio-composites based on PLA
and PHB copolymer for industrial load carrying applications. Compos. Part B Eng. 2019, 163, 761–768.
[CrossRef]

17. Nair, S.S.; Chen, H.; Peng, Y.; Huang, Y.; Yan, N. Polylactic acid biocomposites reinforced with nanocellulose
fibrils with high lignin content for improved mechanical, thermal, and barrier properties. ACS Sustain.
Chem. Eng. 2018, 6, 10058–10068. [CrossRef]

18. Tesfaye, M.; Patwa, R.; Gupta, A.; Kashyap, M.J.; Katiyar, V. Recycling of poly(lactic acid)/silk based
bionanocomposites films and its influence on thermal stability, crystallization kinetics, solution and melt
rheology. Int. J. Biol. Macromol. 2017, 101, 580–594. [CrossRef]

19. Giorcelli, M.; Khan, A.; Pugno, N.M.; Rosso, C.; Tagliaferro, A. Biochar as a cheap and environmental friendly
filler able to improve polymer mechanical properties. Biomass Bioenerg. 2019, 120, 219–223. [CrossRef]

http://dx.doi.org/10.1016/j.progpolymsci.2006.03.002
http://dx.doi.org/10.1515/polyeng-2013-0169
http://dx.doi.org/10.3390/polym11040675
http://www.ncbi.nlm.nih.gov/pubmed/31013855
http://dx.doi.org/10.1016/j.progpolymsci.2013.05.010
http://dx.doi.org/10.1016/j.progpolymsci.2013.05.014
http://dx.doi.org/10.1002/app.23377
http://dx.doi.org/10.1002/jbm.a.32009
http://dx.doi.org/10.1016/j.polymer.2019.05.016
http://dx.doi.org/10.3390/ma10091008
http://dx.doi.org/10.3390/ma8115406
http://www.ncbi.nlm.nih.gov/pubmed/28793656
http://dx.doi.org/10.1016/j.compositesa.2020.105827
http://dx.doi.org/10.3390/polym9070269
http://www.ncbi.nlm.nih.gov/pubmed/30970948
http://dx.doi.org/10.3390/polym10121363
http://www.ncbi.nlm.nih.gov/pubmed/30961288
http://dx.doi.org/10.1016/j.compscitech.2014.10.005
http://dx.doi.org/10.1016/j.compositesb.2019.01.057
http://dx.doi.org/10.1021/acssuschemeng.8b01405
http://dx.doi.org/10.1016/j.ijbiomac.2017.03.085
http://dx.doi.org/10.1016/j.biombioe.2018.11.036


Polymers 2020, 12, 892 12 of 13

20. Ogunsona, E.O.; Codou, A.; Misra, M.; Mohanty, A.K. Thermally stable pyrolytic biocarbon as an effective
and sustainable reinforcing filler for polyamide bio-composites fabrication. J. Polym. Environ. 2018, 26, 3574.
[CrossRef]

21. Behazina, E.; Misra, M.; Mohanty, A.K. Sustainable biocarbon from pyrolyzed perennial grasses and their
effects on impact modified polypropylene biocomposites. Compos. Part B Eng. 2017, 118, 116–124. [CrossRef]

22. Tomczyk, A.; Sokołowska, Z.; Boguta, P. Biochar physicochemical properties: Pyrolysis temperature and
feedstock kind effects. Rev. Environ. Sci. Biotechnol. 2020, 19, 191–215. [CrossRef]

23. Vardon, D.R.; Moser, B.R.; Zheng, W.; Witkin, K.; Evangelista, R.L.; Strathmann, T.J.; Rajagopalan, K.;
Sharma, B.K. Complete Utilization of Spent Coffee Grounds To Produce Biodiesel, Bio-Oil, and Biochar.
ACS Sustain. Chem. Eng. 2013, 1, 1286–1294. [CrossRef]

24. Gezahegn, S.; Lai, R.; Huang, L.; Chen, L.; Huang, F.; Blozowski, N.; Thomas, S.C.; Saina, M.; Tjong, J.;
Jaffer, S.; et al. Porous graphitic biocarbon and reclaimed carbon fiber derived environmentally benign
lightweight composites. Sci. Total Environ. 2019, 664, 363–373. [CrossRef]

25. Li, S.Y.; Li, X.Y.; Chen, C.C.; Wang, H.Y.; Deng, Q.Y.; Gong, M. Development of electrically conductive
nano bamboo charcoal/ultra-high molecular weight polyethylene composites with a segregated network.
Compos. Sci. Technol. 2016, 132, 31–37. [CrossRef]

26. Das, O.; Bhattacharyya, D.; Hui, D.; Lau, K.T. Mechanical and flammability characteristics of
biochar/polypropylene biocomposites. Comp. Part B Eng. 2016, 106, 120–128. [CrossRef]

27. Idrees, M.; Jeelani, S.; Rangari, V. Three-dimensional-printed sustainable biochar-recycled PET composites.
ACS Sustain. Chem. Eng. 2018, 6, 13940–13948. [CrossRef]

28. Schmidt, A.P. 55 Uses of Biochar. Ithaka J. 2012, 1, 286–289.
29. Nagarajan, V.; Mohanty, A.K.; Misra, M. Biocomposites with size-fractionated biocarbon: Influence of the

microstructure on macroscopic properties. ACS Omega 2016, 1, 636–647. [CrossRef]
30. She, D.; Dong, J.; Zhang, J.; Liu, L.; Sun, Q.; Geng, Z. Development of black and biodegradable biochar/gutta

percha composite films with high stretchability and barrier properties. Compos. Sci. Technol. 2019, 175, 1–5.
[CrossRef]

31. Moustafa, H.; Guizani, C.; Dupont, C.; Martin, V.; Jeguirim, M.; Dufresne, A. Utilization of torrefied coffee
grounds as reinforcing agent to produce high-quality biodegradable PBAT composites for food packaging
applications. ACS Sustain. Chem. Eng. 2017, 5, 1906–1916. [CrossRef]

32. Arrigo, R.; Jagdale, P.; Bartoli, M.; Tagliaferro, A.; Malucelli, G. Structure–property relationships in
polyethylene-based composites filled with biochar derived from waste coffee grounds. Polymers 2019,
11, 1336. [CrossRef] [PubMed]

33. D’Anna, A.; Arrigo, R.; Frache, A. PLA/PHB blends: Biocompatibilizer effects. Polymers 2019, 11, 1416.
[CrossRef] [PubMed]

34. Iozzino, V.; Askanian, H.; Leroux, F.; Verney, V. Poly(Lactic Acid)-based nanobiocomposites with modulated
degradation rate. Materials 2018, 11, 1943.

35. Wang, Y.; Xu, C.; Wu, D.; Xie, W.; Wang, K.; Xia, Q.; Yang, H. Rheology of the cellulose nanocrystals filled
poly(ε-caprolactone) biocomposites. Polymer 2018, 140, 167–178. [CrossRef]

36. Dintcheva, N.T.; Arrigo, R.; Carroccio, S.; Curcuruto, G.; Guenzi, M.; Gambarotti, C.; Filippone, G.
Multi-functional polyhedral oligomeric silsesquioxane-functionalized carbon nanotubes for photo-oxidative
stable Ultra-High Molecular Weight Polyethylene-based nanocomposites. Eur. Polym. J. 2016, 75, 525–537.
[CrossRef]

37. Gleissle, W.; Hochstein, B. Validity of the Cox–Merz rule for concentrated suspensions. J. Rheol. 2003, 47, 897.
[CrossRef]

38. Hyun, K.; Wilhelm, M.; Klein, C.O.; Cho, K.S.; Nam, J.G.; Ahn, K.H.; Lee, S.J.; Ewoldt, R.H.; McKinley, G.H.
A review of nonlinear oscillatory shear tests: Analysis and application of large amplitude oscillatory shear
(LAOS). Prog. Polym. Sci. 2011, 36, 1697–1753. [CrossRef]

39. Giorcelli, M.; Bartoli, M. Development of coffee biochar filler for the production of electrical conductive
reinforced plastic. Polymers 2019, 11, 1916. [CrossRef]

40. Yang, W.; Fortunati, E.; Dominici, F.; Kenny, J.M.; Puglia, D. Effect of processing conditions and lignin content
on thermal, mechanical and degradative behavior of lignin nanoparticles/polylactic (acid) bionanocomposites
prepared by melt extrusion and solvent casting. Eur. Polym. J. 2015, 71, 126–139. [CrossRef]

http://dx.doi.org/10.1007/s10924-018-1232-5
http://dx.doi.org/10.1016/j.compositesb.2017.03.003
http://dx.doi.org/10.1007/s11157-020-09523-3
http://dx.doi.org/10.1021/sc400145w
http://dx.doi.org/10.1016/j.scitotenv.2019.01.408
http://dx.doi.org/10.1016/j.compscitech.2016.06.010
http://dx.doi.org/10.1016/j.compositesb.2016.09.020
http://dx.doi.org/10.1021/acssuschemeng.8b02283
http://dx.doi.org/10.1021/acsomega.6b00175
http://dx.doi.org/10.1016/j.compscitech.2019.03.007
http://dx.doi.org/10.1021/acssuschemeng.6b02633
http://dx.doi.org/10.3390/polym11081336
http://www.ncbi.nlm.nih.gov/pubmed/31409023
http://dx.doi.org/10.3390/polym11091416
http://www.ncbi.nlm.nih.gov/pubmed/31466402
http://dx.doi.org/10.1016/j.polymer.2018.02.050
http://dx.doi.org/10.1016/j.eurpolymj.2016.01.002
http://dx.doi.org/10.1122/1.1574020
http://dx.doi.org/10.1016/j.progpolymsci.2011.02.002
http://dx.doi.org/10.3390/polym11121916
http://dx.doi.org/10.1016/j.eurpolymj.2015.07.051


Polymers 2020, 12, 892 13 of 13

41. Ho, M.; Lau, K.; Hui, D. Improvement of the properties of polylactic acid (PLA) using bamboo charcoal
particles. Compos. Part B Eng. 2015, 81, 14–25. [CrossRef]

42. Oliveira, M.; Santos, E.; Araújo, A.; Fechine, G.J.M.; Machado, A.V.; Botelho, G. The role of shear and
stabilizer on PLA degradation. Polym. Test. 2016, 51, 109–116. [CrossRef]

43. Lee, J.; Kim, K.-H.; Kwon, E.E. Biochar as a Catalyst. Renew. Sustain. Energy Rev. 2017, 77, 70–79. [CrossRef]

© 2020 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 (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1016/j.compositesb.2015.05.048
http://dx.doi.org/10.1016/j.polymertesting.2016.03.005
http://dx.doi.org/10.1016/j.rser.2017.04.002
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	Processing 
	Characterization Techniques 

	Results and Discussion 
	Rheological Behavior 
	Morphology 
	Thermal Properties 
	Thermal Stability 
	Mechanical Properties 

	Conclusions 
	References

