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Abstract:  
 
The biocompostability of natural fibre-reinforced biopolymers, also known as biocomposites, makes 
them attractive alternative to glass fibre-reinforced petrochemical polymers. The aim of this work is to 
study the capacity of flax/PLLA (poly(l-lactide)) biocomposite (20% and 30% fibres by weight) to be 
recycled. Mechanical properties were evaluated initially, and shown to be similar to those of glass/PP 
and superior to hemp/PP and sisal/PP composites. Then after repeated injection cycles tensile 
properties were shown to be conserved until the third cycle. Matrix degradation and fibre aspect ratio 
were followed using molecular weight measurements, thermal and rheological analyses, image 
analysis of sections and SEM fractography. These techniques revealed a lower molecular weight, 
lowering of glass transition temperature, reduction of fibre length, and separation of fibre bundles with 
injection cycles. Nevertheless, the property retention after three cycles under extreme recycling 
conditions (100% recycling with no added virgin polymer) indicate the promising recyclability of these 
materials.  
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1. Introduction 

 
Increasing environmental consciousness in the composite industry has led to a need 
for waste management solutions. As a result biocompostable composites are being 
increasingly studied, and their development must take into account environmental 
impact at each step of their life (from cradle to grave). When mixed together, natural 
fibres and biopolymers create materials known as biocomposites [1-5]. Each 
component comes from renewable resources and is compostable. Moreover, the use of 
renewable resources makes energy savings possible [6-9]. Besides biodegradation, 
composite recycling could make these materials more interesting and extend their 
useful life, reducing the global impact on the environment by minimizing raw material 
consumption and storing carbon for a longer period. Flax fibre reinforced poly(L-Lactic 
acid) (PLLA) is one of the more interesting biocomposites in terms of mechanical 
properties. Bodros et al [10] have shown that the specific tensile strength of this 
combination is higher than that of flax reinforced unsaturated polyester composite, and 
its specific elastic modulus is as high as that of traditional glass fibre reinforced 
unsaturated polyesters. 
Recycling involves mechanical and thermal degradation of both the matrix and the 
reinforcement. For the matrix of interest here, PLLA, Pillin et al [11] studied thermo-
mechanical effects of recycling on the mechanical properties, noting a reduction of 
stress and strain at break whereas Young’s modulus remained constant. Degradation 
of PLLA can be catalysed at transformation temperature by the presence of air and 
random chain scissons occur [12]. The structure of semi-crystalline polymers such as 
PLLA will also evolve during multiple injections, crystallization occurs during cooling 
and this may be enhanced if a reduction in molecular weight results in greater mobility 
of molecular chains. In comparison, the crystallinity of polypropylene (PP) in Hemp/PP 
and Sisal/PP composites does not evolve significantly when these materials are 
subjected to several injections [13]. 
Concerning the reinforcement, natural fibres have limited thermal stability. Gassan et al 
[14] demonstrated that onset of thermal degradation of flax and jute fibres occurs 
around 170°C. When exposed to air above this temperature, there is depolymerization 
of the cellulose chains of flax fibres [15], even though it requires 2 hours at 210°C to 
reduce their strength by 70%. 
In composites the mechanical properties of Sisal/PP and Hemp/PP have been 
investigated as a function of recycling cycles by Bourmaud et al [13]. Both tensile 
modulus and strength were shown to be quite stable after up to 7 injection cycles, but 
the initial value was quite low due to the relatively poor mechanical properties of PP. 
Many authors [16-18] have noted a large reduction in fibre length during multiple 
injection cycles. The reduction of dimensions is attributed to shear stresses developed 
in the injection equipment. Thompson et al [19] have studied the rheological behaviour 
of nanofiller/elastomer composites during recycling. Reduction of viscosity during 
injection cycles was caused by thermo-oxidative degradation, and destruction of filler 
networks was highlighted. Reduction of viscosity during injection cycles can be caused 
by matrix degradation (chain scissions) and/or reduction of reinforcement size. 
The aim of the present work was to study the recyclability of flax/PLLA biocomposites 
elaborated with the injection moulding process, and to compare their behaviour with 
that of PP (polypropylene) composites. Recycling of biocompostable materials limits 
their environmental impact, while keeping possible waste management by composting. 
PLLA reinforced with two flax fibre contents was investigated. Tensile testing was used 
to follow mechanical properties, and a range of complementary analyses allowed the 
physico-chemical characteristics of the material to be followed after each injection 
cycle. 
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2. Materials and methods  

 

2.1. Material 

The material studied is based on a commercially available poly(L-Lactic acid), PLLA 
grade L9000 from Biomer®, and flax fibres, the Hermes flax variety cultivated in 
Normandy (France). PLLA has initially a molar mass of 220000 g/mol. The flax was 
dew-retted before being stripped and finally combed. The flax fibres were cut to 4 mm 
length. Two series of biocomposites were prepared, containing 20% and 30% by 
weight of fibres, and these will be referred to subsequently as BC-20% and BC-30%. 
The mechanical results for the PLLA biocomposite will be compared to results obtained 
previously for composites based on polypropylene (PP) matrix reinforced with either 
glass, hemp or sisal fibres [13]. The fibre content of the latter was 30% by weight and 
the fibres were around 0.5 mm long after one injection, in the same range as those 
measured for flax/PLLA biocomposite. 
 

2.2. Sample preparation 

PLLA pellets were dried under vacuum at 60°C for 48 hours prior to extrusion. They 
were then extruded with flax fibres at different fibre contents (20 and 30% in weight). 
Compounding was achieved in a single screw extruder at 20 rpm and with the following 
temperature profile : 175/180/185/ and 185°C in the nozzle. Compounded pellets were 
also dried under vacuum at 60°C for 48 hours. Injection moulding was then carried out 
on a PROXIMA Billion machine. All parameters were kept constant during recycling. 
Temperature profile was kept as follows : 165/170/175/180 and 180°C in the nozzle. 
Even though these temperatures are close to those reported by Gassan et al [14] to 
cause degradation of flax fibres, they are necessary to transform PLLA. Materials were 
injected in a mould designed to produce normalized specimens. The injection pressure 
was 190 bars and injection time was fixed at 0.95s. The mould temperature was 
maintained at 30°C. Hemp/PP and Sisal/PP were injected at 180°C using the same 
machine and mould, with a mould temperature of 50°C. Glass/PP specimens were 
injected at 220°C with the same mould temperature. Recycling experiments were 
carried out on 6 injection cycles. 
 

2.3. Fibre geometry measurements (length and diameter)  

Fibre dimensions were measured after each injection to obtain their average length and 
diameter. Flax/PLLA specimens were compressed at 185°C between glass slides in 
order to obtain thin films. Subsequently, fibres were photographed through a Leica 
optical microscope (Leica Microsystems) and the average length and diameter were 
measured using an image analysis software program IM 500. Each value of average 
length and diameter presented here was determined by measurements on at least 250 
fibres. 
 

2.4. Tensile tests 

The tensile specimen is a dog-bone geometry of 200 mm length and central 
dimensions of 10 by 4 mm² (sample 1A according to NF EN ISO 527). Static tensile 
tests were carried out in a laboratory where the temperature and humidity were 
regulated at 23°C and 48% according to ISO 527. The loading speed was 1 mm.min−1. 
An extensometer was used with a nominal length of 50 mm to determine Young’s 
modulus. At least ten tests were carried out for each condition and the results were 
averaged arithmetically.  
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2.5. Differential Scanning Calorimeter (DSC) 

Thermograms were obtained using a Perkin Elmer Pyris 1 DSC. Calibration was 
performed with indium and tin in the temperature range (+15 to +350°C). Samples of 
approximately 10 mg for each condition were analysed in aluminium pans. All samples 
are first heated to 190°C for 3 minutes to remove thermal history, in order to examine 
the irreversible degradation resulting from multiple injections. All the peak temperatures 
measured (Tc, Tm) have an accuracy of ± 0.5°C. Non-isothermal crystallization and 
melting temperatures, Tc and Tm, respectively, were determined from the crystallization 
peak extrema in experiments at heating/cooling rates of ± 20°C/min. Subsequent 
melting temperatures were obtained from the melting peaks maxima measured at a 
heating rate of 20°C/min. Melting enthalpies were determined using constant 
integration limits. The degree of crystallinity (χc) was estimated using eq. (1) : 

%100H

Hm
c 


      (1) 

 with ΔH100% crystalline = 93.7 J/g presented by [20]. Melting enthalpy was corrected for 
fibre content. 
 

2.6. Rheological experiments 

Rheological experiments were performed at 190°C using a Gemini 2000 rheometer 
from Bohlin Instruments. A parallel plate geometry was used. The diameter of the 
plates was 20 mm and the gap was 1.7 mm. The viscosity was obtained using the 
shear rate gradient from 0.01 to 100 s−1. The zero viscosity value was calculated using 
the Carreau–Yasuda model [21].  
 

2.7. Scanning Electron Microscopy (SEM) pictures 

The tensile fracture surfaces were observed in a Jeol JSM 6460LV Scanning Electron 
Microscope. Samples were sputter-coated with a thin layer of gold in an Edwards 
Sputter Coater. 
 

2.8. Steric Exclusion Chromatography (SEC) measurements 

In order to measure molecular weights, a Shimatzu LC 10AD system was used in 
combination with a Shimadzu RID10A differential refractometer and a Shimatzu SP 
10Avp UV dual wave length detector (λ1= 254 nm and λ2= 280 nm). The column set 
consisted of five 30 cm gel columns with a granulometry of 10µm (from Polymer 
Laboratories). The solvent was analytical grade THF (dried on calcium hydrure) at a 
flow rate of 1mL/min. The SEC analyses were performed at room temperature. 
 
 
3. Results and discussion 

 

3.1. Tensile properties of injected Flax/PLLA biocomposite  

Table 1 presents a comparison between the mechanical properties of the 
biocomposites from the present study (flax fibre reinforced PLLA matrix) after the first 
injection cycle, with properties of unreinforced PLLA and PP, and results from previous 
work on natural fibre and glass fibre-reinforced PP matrices. 
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                                                                                                                          Fig. 1 

Results show an increase of Young’s modulus when flax fibres are added (Table 1). 
Tensile modulus is mainly governed by the mechanical properties of the fibres. The 
average longitudinal tensile properties of the flax fibres used for this work are given by 
Charlet et al [22] : EfL = 65.8 ± 38 GPa , σfL = 1455 ± 835 MPa, εfL = 2.3 ± 0.6 %. 
These values are a little lower than those of glass fibres (EfL = 72 GPa, σfL = 2200 
MPa, εfL = 3% [23]). The transverse modulus of flax fibres has been studied previously 
and found to be EfT = 7 ± 2 GPa [24]. 
It is possible to use micromechanics expressions to estimate the tensile stiffness of the 
flax/PLLA composite from the fibre and resin elastic properties and their proportions, 
and the aspect ratio L/d. The longitudinal modulus EL and the transverse modulus ET 
for a ply reinforced by short unidirectional fibres is given by equations (2) and (3) 
proposed by Halpin-Tsaï [25] :  
  

f
Vη1

f
Vηξ1

m
M

M




    (2) 

where 











m
M

f
M

n
M

f
M

1

      (3) 

where M = EL or ET, Mf = EfL or EfT and m, f, L, T correspond to matrix, fibre, longitudinal 
and transverse. Vf is the fibre volume fraction and ξ the form factor. For the longitudinal 
modulus ξ = (2L/d), where (L/d) is the fibre aspect ratio (reinforcement length, L, 
divided by its diameter, d). For the transverse modulus (ET) satisfactory results have 
been obtained with ξ = 2 [26]. The modulus of a ply reinforced by randomly dispersed 
fibres is then given by the following expression [26]: 

TLmat EEE
8

5

8

3
     (4) 

where EL is the longitudinal modulus and ET the transverse modulus of the 
unidirectional ply. Measured and calculated values are given in Table 2 as well as 
aspect ratios measured after injection. 
 
                                                                Table 2 
 
The results shown in Table 2 indicate a reasonable correlation between predicted and 
measured stiffness values, the latter being slightly overestimated by about 5%. It 
should be remembered however, that the quality of the interface is not taken into 
account in these micromechanics expressions, nor the statistical variations in aspect 
ratio, the fibre bundles, the exact fibre distribution nor the influence of fibre diameter on 
longitudinal modulus.  
It may be noted that the stress at break of the matrix polymer is not enhanced by the 
addition of flax fibres (Table 1). In fact the neat PLLA, BC-20% and BC-30% present 
respectively mean stress at break of 60, 55.5 and 53.1 MPa. Strains at failure follow 
the same trend and decrease with increasing fibre content. The 20 wt% and 30 wt% 
biocomposites exhibit, repectively, strains at break of 1.4% and 1.2% compared with 
2.4% for neat PLLA. Although fibres are added, injected samples do not show an 
increase of properties at break principally because of flax fibre anisotropy [24], strain 
concentrations induced by fibres, the bundle organization of fibres and the low aspect 
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ratio of fibres. In previous work on biocomposites with the same biopolymer and the 
same type of fibre a random mat reinforcement was used [10]. In that case, for 
biocomposites manufactured by film stacking (heating and compressing a stack of 
polymer films and fibre mats), mechanical properties were higher than those of the 
matrix polymer (Table 1). Unlike injection moulding, film stacking is a single 
tranformation cycle process and does not need a preliminary compounding step. Thus 
fibres are not subjected to length reductions. During injection fibre length reduction is 
very large, from an initial value of 4 mm before extrusion, to 2.7 mm before injection 
and to around 0.33 mm after injection, as will be shown below. Flax fibres used in the 
film stacking method were also initially longer than those for the injection moulding 
process (10 mm). Fig. 2 shows stress-strain curves of injected biocomposite and 
injected natural and glass fibre reinforced PP. All the materials have the same 
reinforcement content (30 % by weight) and the same range of fibre length after one 
injection (around 0.5 mm)[13].  
                                                                  Fig. 2 
 
Flax/PLLA biocomposite and glass/PP composite have similar tensile stiffness while 
the modulus of hemp/PP and sisal/PP composites is around half this value (Table 1). 
The brittleness of the biocomposite (as a result of the low failure strain of PLLA) is also 
shown in Fig. 2. The tensile strength at yield of flax/PLLA biocomposite is lower than 
that of glass/PP (Table 1) but higher than that of the hemp and sisal/PP composites. 
Hemp and sisal fibres have been shown previously to have lower mechanical 
properties than those of flax [27].  
In this first section the properties of flax/PLLA biocomposites have been shown to be 
very promising when compared with several other thermoplastic composites, even 
though their mechanical properties are strongly dependent on the processing route. In 
the next section the recyclability of the biocomposite will be described. 
 
 

3.2. Recycling investigation of flax/PLLA biocomposite 

3.2.1. Evolution of reinforcement geometry with injection cycles 

 
Reinforcement aspect ratio is an important parameter for composite reinforcement. 
Table 3 presents the evolution of this parameter as a function of injection cycle for flax 
fibres. 
 
                                                     Table 3                                    
 
The results show a large drop in aspect ratio (L/d) during the first injection. However, in 
subsequent cycles 1 to 6 this ratio decreases little, remaining in the same range of 
values as can be seen for the example of BC-20% (Fig. 3). Initially the plant fibres are 
organised in bundles. During injection the fibre length will be shortened but bundles will 
also be sub-divided into single fibres, reducing the global measured diameter of the 
reinforcement. 
                                                     Fig. 3 
These modifications to the reinforcement geometry are linked with shear rate 
generated in the process, and depend on rotation speed of the screw, pressure and 
barrel temperature. Extrusion and injection moulding involve respectively a reduction of 
about 20% and 70% compared to initial fibre diameter.  
 

3.2.2. Evolution of tensile fracture surfaces examined by SEM 
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Observation of tensile fracture surfaces in the SEM gives qualitative information about 
fibre dispersion and orientation. After the first injection cycle many bundles of fibres can 
be noted (Fig. 4) and thus a lack of homogeneity compared to the fracture surface of a 
sample subjected to 6 injection cycles (Fig. 5). 
 
                                   Fig. 4                                                   Fig. 5 
 
This confirms bundle division during recycling, and can explain the small change in 
fibre aspect ratio with injection cycles. 
 

3.2.3. Tensile properties. 

 
 Table 4 shows the evolution of mechanical properties of flax/PLLA 
biocomposites for two fibre contents (20 and 30w%) during recycling. 
 
                                                                         Table 4 
 
Tensile modulus is only slightly influenced by recycling as illustrated in Fig. 6. This 
trend was also noted during previous tests on hemp and sisal/PP composites [13]. A 
small reduction of PLLA modulus during recycling, shown by Pillin et al [11] is one of 
the reasons for this behaviour. Another is the small decrease of fibre aspect ratio 
during recycling.  
 
                                                                     Fig. 6  
                                              Fig. 7                                    Fig. 8  
 
Fig. 7 and 8 show that, for both fibre contents, Stress and strain at break decrease. 
This drop may be caused by fibre damage during recycling, the reduction in fibre length 
results in more strain concentrations and a higher risk of debonding. Par ailleurs en 
comparant ces résultats à la matrice pure [11], on note que le biocomposite suit une 
tendance analogue, reliant ainsi l’impact de la dégradation de la matrice sur les 
propriétés à rupture du composite. L’analyse de la dégradation de la matrice et du 
composite via l’étude des masses molaires est abordé dans la partie suivante. 
Although biocomposites become more brittle with recycling (Fig. 8), they retain a large 
part of their properties, at least until the third injection cycle. Moreover one should keep 
in mind that in an industrial situation, 100% of recycled biocomposite would not be 
used, (recycled material is always mixed with virgin material).  
In a similar way to that described previously, the modulus of biocomposites can be 
estimated with number of injection cycles using the micromechanics expressions 
presented above. The aspect ratios are given in Table 3. PLLA modulus values are 
taken from the study of Pillin et al [11]. 
Results in Table 5 show that the evolution of the biocomposite stiffness can be quite 
accurately predicted, given the simplifying assumptions of the expressions employed.  
 

3.2.4. Influence of recycling on molecular weight of PLLA  

 
In the previous study on recyclability of this PLLA grade [11] tensile modulus was 
nearly constant during recycling, but a drop of stress at break was noticed. Indeed, 
after 6 cycles tensile stress at break was equal to a third of the initial value. In order to 
examine the matrix degradation mechanism molecular weight of PLLA was 
investigated as a function of injection cycles. Fig. 9 shows the evolution of molecular 
weight for the biocomposites at different fibre contents compared to neat PLLA. Initially 
molecular weight of PLLA was 220000g/mol (supplier’s data). 
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                                                  Fig. 9 
 
During multiple injections molecular weight of PLLA decreases dramatically. Fibre 
content play an important role in reduction of molecular weight of polymer, since the 
higher the fibre content the more rapidly molecular weight decreases (-83% for BC-
20% and -94% for BC-30%). The chemical structure of PLLA is sensitive to hydrolytic 
degradation and especially to high temperature [11], [28]. Water contained in flax fibers 
and high process temperatures will provide favourable degradation conditions. Other 
kinds of degradation process will also occur during recycling : depolymerisation of 
macromolecular chains due to residual catalyst, radical and nonradical reactions, cis-
elimination, trans-esterification [28-29], and mechanical degradation due to interactions 
of the polymer with the equipment and high shear rate in the injection process. An 
increase of fibre content leads to higher shear rates. Complex degradation processes 
result in molecular weight reduction during recyling. The drop in PLLA molar mass will 
directly influence the flax/PLLA biocomposite properties et plus spécialement leurs 
propriétés à  rupture. 
 

3.2.5. Calorimetric properties  

 
Fig 10 and 11, obtained by DSC, show the influence of injection cycles on glass 
transition temperature (Tg) and melting enthalpy (ΔHm) of the PLLA and the 
biocomposites BC-20% and BC-30%. All the data are indexed in Table 6.  
 
                                             Fig. 10                    Fig. 11 
 
During the first injection, the presence of fibres causes little change in glass transition 
temperature (Tg) (Fig. 10). These results are confirmed by the work on injected, 
recycled newspaper fibre/PLLA biocomposites of Huda et al [30]. Addition of 20 wt% 
fibre content does not modify crystallization enthalpy significantly. BC-20% behaves 
like neat PLLA, i.e. it crystallizes in a metastable way (cold crystallization) (Table 6). 
After the first injection BC-30% crystallizes during cooling, and its degree of crystallinity 
increases from 39 to 47% compared to neat PLLA. (Table 6). Although several authors 
[31-33] have affirmed the nucleating role of natural fibres in matrix polymers, the results 
here do not allow this to be confirmed. Indeed, an increase in crystallinity can also be 
explained by the higher chain mobility resulting from more severe degradation in the 
case of composites. This is confirmed by molecular weight measurements. During 
recycling, Tg of both BC-20% and BC-30% are reduced by approximately 6°C and 20°C 
respectively after 7 injections (Table 6). This tendency represents an increase in 
macromolecular chain mobility that can be due to chain scission mechanisms as well 
as reduction of fibre geometry during mechanical recycling. An analogy can be 
observed between the evolution of melting enthalpy of the PLLA and the BC-20% (Fig. 
11). The BC-20% behaviour is similar to that of PLLA with a constant increase of 
melting enthalpy as a function of injection cycles. The melting enthalpy of BC-30% 
increases until the 3rd cycle and then decreases slightly to drop at the 5th cycle. 
Evolution of ΔHm of BC-20% can also be explained by degradation induced during 
recycling. Shorter chains will be able to move more easily and will thus facilitate 
crystallization mechanisms.  
The results (Table 6) also show that BC-20% crystallizes in a metastable way after the 
first injection. During recycling, this behaviour tends to be reversed. Indeed during the 
second injection a crystallization peak appears during cooling (whose enthalpy 
increases as a function of injection cycles), while cold crystallisation tends to decrease. 
This observation supports the assumption of PLLA degradation. After the first injection, 
BC-30% crystallizes completely on cooling. Its enthalpy of crystallization increases 
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slightly until the 4th cycle. From the 5th cycle a cold crystallization peak appears and 
tends to increase with the following cycles whereas the peak of crystallization during 
cooling decreases  
If we consider that BC-30% crystallizes directly on cooling because it is more degraded 
than BC-20% (thus the chains are shorter), this does not explain why a cold 
crystallization peak appears after the 5th cycle. Moreover neither SEC analysis, nor the 
mechanical tests show any variation. We still have no clear explanation of this 
phenomenon, but it may be that from the 5th cycle the molecular weight of the PLLA 
reaches a limiting value which makes the crystallization mechanism harder. 
 
                                                                Table 6 
 

3.2.6. Rheological properties  

 
Fig. 12 presents the evolution of Newtonian viscosity (η0) as a function of the number of 
recycling processes for the PLLA, BC-20% and BC-30%.  
 
                                                            Fig. 12 
 
During the first injection, it may be noted that for higher fibre content, the viscosity is 
higher. Several authors have noted that as fibre content increases chain mobility of 
PLLA is restricted, this may be due to the fibre-polymer and fibre-fibre interactions [34-
37]. During recycling, the viscosity of BC-20% and 30% decrease (Fig. 12). This 
viscosity drop, either for PLLA, BC-20% or BC-30%, is very significant, indicating a 
high degradation rate of the PLLA matrix. Molecular weight reduction (also shown by 
SEC), reduction of fibre length and aspect ratio are the phenomena that explain this 
observation. Several authors have described the influence of the length and L/d ratio of 
fibres on the viscosity of composites [34, 38]. 
 
4. Conclusion 

 
The purpose of this work is to study the recyclability of biocompostable flax fibre 
reinforced PLLA composites with two fibre contents. Mechanical, thermal and 
rheological properties of flax/PLLA biocomposites have been investigated. The 
evolution of matrix molecular weight and reinforcement geometry during recycling have 
also been studied. 
First it has been shown that the mechanical properties of biocomposites are very 
interesting compared to those of currently used industrial thermoplastic composites 
(hemp/PP, sisal/PP and glass/PP). Initial stiffness can be predicted using the Halpin-
Tsaï. micromechanics expressions. 
Repeated injection cycles are shown to influence many parameters such as :  
 

 Reinforcement geometry. A low evolution of reinforcement aspect ratio was 
observed due to a combination of length reduction and bundle division. 

 
 Mechanical properties. Young’s modulus of biocomposites shows a slight 

reduction but a large drop is observed in stress and strain at break with 
recycling. A small decrease of PLLA modulus shown previously [11], and a low 
evolution of the aspect ratio, explain the small change in biocomposite modulus. 
La forte réduction des propriétés à rupture de la matrice pure induite par les 
multiples injections sont responsables de la diminution de la contrainte de 
l’allongement à rupture du biocomposite . Higher fibre content is shown to have 
an adverse effect on mechanical properties at failure of biocomposites, owing to 
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strain concentrations and higher shear rate during processing. Micromechanics 
expressions give a satisfactory estimation of the evolution of modulus with 
injections.  

 
 Molecular weight of PLLA. A drop in PLLA molecular weight is observed as fibre 

content and number of injection cycles increase. Higher fibre content appears to 
accelerate PLLA degradation during recycling. La réduction  de la masse 
molaire de la matrice PLLA au cours des injections joue un rôle dans la 
diminution des propriétés à rupture du biocomposite. 

 
 Thermal behaviour. Calorimetric study shows that, depending on fibre content, 

glass transition temperature decreases and degree of crystallinity increases 
with injection cycles. This evolution can be explained by degradation during 
processing which induces higher molecular mobility. 

 
 Rheological behaviour. Newtonian viscosity of these biocomposites decreases 

as a function of injection cycles. This emphasizes the degradation of the matrix 
(reduction of molecular weight) through chain scission mechanisms during 
recycling. η0 reduction  can also be explained by a decrease of fibre length.  

 
To summarize, biocomposites exhibit interesting recycling properties, especially if we 
consider that in the industrial process recycled material would include both virgin and 
recycled matter. Furthermore, with natural fibres as reinforcement end-of-life 
composting is possible. 
Complementary work on degradation mechanisms and their link to environment 
(temperature, humidity…), as well as detailed damage threshold identification are in 
progress. 
 
 
References 

 
1. Lee S-H and Wang S. Biodegradable polymers/bamboo fiber biocomposite with bio-
based coupling agent. Composites: Part A: 2006; 37(1):80-91. 
2. Oksman K, Skrifvars M, and Selin JF. Natural fibres as reinforcement in polylactic 
acid (PLA) composites. Compos Sci and Technol 2003;63(9):1317-24. 
3. Ma X, Yu J, Kennedy JF. Studies on the properties of natural fibres-reinforced 
thermoplastics starch composites. Carbohydrate Polymers 2005;62(1):19-24. 
4. Arbelaiz A, Fernández B, Valea A and Mondragon I. Mechanical properties of short 
flax bundles/PCL composites : Influence of matrix modification and fibre content. 
Carbohydrate Polymer 2006;64(2):224-32 
5. Zini E, Focarete ML, Noda I, Scandola M. Bio-composite of bacterial poly(3-
hydroxybutyrate-co-hydroxyhexanoate) reinforced with vegetable fibers. Compos Sci 
Technol 2007;67(10):2085-94. 
6. Dinkel F, Pohl C, Ros M, Waldeck B. Oköbilanz stärkehaltiger kunststffe, 2 volumes. 
Study prepared by CARBOTECH, Basel, for the Bundesamt für Umwelt und 
Landschaft (BUWAL) 1996;271 
7. Diener J, Sielher U. Ökologiscer Vergleich von NMT- und GMT- Bauteilen. Angew. 
Makromol. Chem 1999;272(4744):1-4  
8. Corbière-Nicollier T, Gfeller Laban B, Lundquist L, Leterrier Y, Manson J.A.E, and 
Jolliet O. Life cycle assessment of biofibres replacing glass fibres as reinforcement in 
plastics. Resources, Conservation and recycling 2001;33(4):267-87. 
9. Baley C, Pillin I, Grohens Y. Etat de l’art sur les matériaux composites 
biodégradables. Revue des composites et des matériaux composites avancés 
2004;2(14):135-66 

http://www.sciencedirect.com/science?_ob=PublicationURL&_cdi=5567&_pubType=J&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=f7e8dcd07a4258087bf0658531b8f4bc�
http://www.sciencedirect.com/science?_ob=PublicationURL&_tockey=%23TOC%235567%232006%23999629998%23614065%23FLA%23&_cdi=5567&_pubType=J&view=c&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=78003d534c800518180aac9d31dbb79d�
http://www.sciencedirect.com/science?_ob=PublicationURL&_cdi=5571&_pubType=J&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=3ed63245af0740c8365208ea7ea86f49�
http://www.sciencedirect.com/science?_ob=PublicationURL&_tockey=%23TOC%235571%232003%23999369990%23429845%23FLA%23&_cdi=5571&_pubType=J&view=c&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=0e1a3a9011abc91a37e85f9bfb41a5c1�


 11

10. Bodros E, Pillin I, Montrelay N and Baley C. Could biopolymers reinforced by 
randomly scattered flax fibre be used in structural applications? Compos Sci Technol 
2007;67(3-4):462-70 
11. Pillin I, Montrelay N, Bourmaud A, Grohens Y. Effect of thermo mechanical cycles 
on the physico-chemical properties of PLA. Polym Degr Stab, 2008; 93(2) : 31-328 
12. Liu X, Zou Y, Li W, Cao G, Chen W. Kinetics of thermo oxidative and thermal 
degradation of poly (D,L, Lactide)(PDLLA) at processing temperature. Polym Degr Stab 
2006;91(12):3259-65 
13. Bourmaud A and Baley C. Investigations on the recycling of hemp and sisal fibre 
reinforced polypropylene composites. Polym Degr Stab 2007;92(6):1034-45. 
14. Gassan J, Bledzki AK. Thermal degradation of flax and jute fibers. J App Polym Sci 
2001;82(6):1417-22. 
15. Van De Velde K, Kiekens P. Thermal degradation of flax: the determination of 
kinetic parameters with thermogravimetric analysis. J App Polym Sci 
2002;83(12):2364-43. 
16. Iannace S, Ali R, Nicolais L. Effect of processing conditions on dimensions of sisal 
fibers in thermoplastic biodegradable composites. J App Polym Sci 2001;79(6):1084-
91. 
17. Hernandez JP, Raush T, Rios A, Strauss S and. Osswald TA. Analysis of fiber 
damage mechanisms during processing of reinforced polymer melts. Engineering 
Analysis with Boundary Elements 2002;26(7):621-28. 
18. Moran J, Alvarez V, Petrucci R, Kenny J, Vasquez A. Mechanical properties of 
polypropylene composite based on natural fibers subjected to multiple extrusion cycles. 
J App Polym Sci 2007;103(1):228-37. 
19. Thompson MR, Yeung KK. Recyclability of a layered silicate-thermoplastic olefin 
elastomer nanocomposite. Polym Degr Stab 2006;91(10):2396-07.  
20. Ray SS, Yamada K, Okamoto M, Ueda K. Crystallization behaviour and 
morphology of biodegradable polylactide/layered silicate nanocomposite. Polymer 
2003;44:857-66. 
21. Yasuda K. Investigation of the analogies between viscometric and linear 
viscoelastic properties of polystyrene fluids, Ph.D. Thesis, Massachussets Institute of 
technology, Cambridge;1979.  
22. Charlet K, Baley C, Morvan C, Jernot JP, Gomina M and Bréard J. Characteristics 
of Hermès flax fibres as a function of their location in the stem and properties of the 
derived unidirectional composites. Composites: Part A: 2007;38(8); 1912-1921 
23. Guillon D.“Fibre de verre de renforcement”. Technique de l’ingénieur 1995; A 2 110 
24. Baley C, Perrot Y, Busnel F, Guezenoc H, P. Davies. Transverse tensile behaviour 
of unidirectional plies reinforced with flax fibres. Material Letters 2006;60(24):2984-87  
25. Halpin JC and Kardos JL. The Halpin-Tsai equations : a review. Polymer 
Engineering and Science, 1976, 16,5,344-352  
26. Gibson RF. Principle of composite material mechanics, McGraw-Hill International 
edition New York 1994 
27. Baley C. Fibre naturelles de renfort pour matériaux composites, Technique de 
l’ingénieur 2004, AM 5 130 
28. Kopinke FD, Remmler M, Mackenzie K, Möder M and Wachsen O. Thermal 
decomposition of biodegradable polyesters-2. Poly(lactic acid). Polym Degr Stab 
1996;53(3):329-42. 
29. Fan Y, Nishida H, Shirai Y, Endo T. Thermal stability of poly (L-Lactide): influence 
of end protection by acetyl group. Polym Degr Stab 2004;84(1):143- 9. 
30. Huda MS, Drzal LT, Mohanty AK, Misra M. Chopped glass and recycled newspaper 
as reinforcement fibers in injection molded poly(lactic acid) (PLA) composites : A 
comparative study. Compos Sci Technol 2006;66(11-12):1813-24. 
31. Hermida EB, Mega VI. Transcrystallization kinetics at the poly(3-hydroxybutyrate-
co-3-hydroxyvalerate)/hemp. Composites: Part A 2006;38(5):1387-94. 

http://www.sciencedirect.com/science?_ob=PublicationURL&_cdi=5571&_pubType=J&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=3ed63245af0740c8365208ea7ea86f49�
http://www.sciencedirect.com/science?_ob=PublicationURL&_tockey=%23TOC%235571%232007%23999329996%23640770%23FLA%23&_cdi=5571&_pubType=J&view=c&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=243ff3fe160a072cb3fa649461b2ca43�
http://www.sciencedirect.com/science?_ob=PublicationURL&_cdi=5598&_pubType=J&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=fead7bf249c65711d1af23ceb5380296�
http://www.sciencedirect.com/science?_ob=PublicationURL&_cdi=5707&_pubType=J&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=5065bb091745766bb4c4448e0561484f�
http://www.sciencedirect.com/science?_ob=PublicationURL&_cdi=5707&_pubType=J&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=5065bb091745766bb4c4448e0561484f�
http://www.sciencedirect.com/science?_ob=PublicationURL&_tockey=%23TOC%235707%232002%23999739992%23323985%23FLA%23&_cdi=5707&_pubType=J&view=c&_auth=y&_acct=C000028998&_version=1&_urlVersion=0&_userid=569586&md5=f325149c6d9ab066780f90321228741e�


 12

32. Zafeiropoulos NE, Baillie CA and Matthews FL. A study of transcrystallinity and its 
effect on the interface in flax fibre reinforced composite material. Composites: Part A 
2001;32(3-4):525-43. 
33. Wang C, Liu CR, Transcrystallisation of polypropylene composites : nucleating 
ability of fibres. Polymer 1999;40(2):289-98. 
34. Kumar PR, Nair KCM, Thomas S, Schit SC and Ramamurthy K. Morphology and 
melt rheological behaviour of short-sisal-fibre-reinforced SBR composites. Comp Sci 
Technol 2000;60(9):1737-51. 
35. Mohanty S, Nayak SK. Dynamic and steady state viscoelastic behavior and 
morphology of MAPP treated PP/sisal composites. Mat Sci Eng A 2007;443(1-2):202-8. 
36. Alvarez A, Terenzi A, Kenny JM and Vasquez A. Melt rheological behavior of starch 
based matrix composites reinforced with short sisal fibers. Polym Eng Sci 
2004;44(10):1907-14. 
37. Choi JS, Lim ST, Choi HJ, Hong SM, Mohanty AK, Drzal LT, Misra M, Wibowo AC. 
Rheological, thermal and morphological characteristics of plasticized cellulose acetate 
composite with natural fibers. Macromol.Symp 2005;224:297-307. 
38. Guo R, Azaiez J, Bellehumeur C. Rheology of fiber filled polymer melts : Role of 
fiber-fiber interactions and polymer-fiber coupling. Polym Eng Sci 2005;45(3):385-99. 
39. Taha I and Ziegman G. A comparison of mechanical properties of Natural Fiber 
Filled Biodegradable and Polyolefin Polymers. J Comp Mat 2006;40(21):1933-46 
 
 
Acknowledgements 

 
The authors wish to acknowledge the ADEME (Agence de l’Environnement et de la 
Maîtrise de l’Energie) and the Brittany region for financial support. 
 
 
 
Figures 

 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 

Fig. 1. Stress-strain curves of PLLA and BC-
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Fig. 2. Stress-strain curves of biocomposite compared to other 
thermoplastic composites 
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Fig. 3. Evolution of fibre aspect ratio distribution of 
BC-20% as a function of injection cycles 
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Fig. 4. SEM micrograph of the fracture surface 
of BC-20 after 1 injection 

Fig. 5. SEM micrograph of the fracture surface 
of BC-20% after 6 injections



 15

 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 

Injection cycles

1 2 3 4 5 6

T
e

ns
ile

 m
od

ul
us

 (
G

P
a

)

0

2

4

6

8

10

BC-20%
BC-30%

Fig. 6. Evolution of tensile modulus as a 
function of injection cycles
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Fig. 9. Evolution of molecular weight as a 
function of injection cycles 
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Fig. 11. Evolution of melting enthalpy as a 
function of injection cycles
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Fig. 12. Evolution of Newtonian viscosity as a 
function of injection cycles
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Fig. 10. Evolution of glass transition 
temperature as a function of injection 
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Tables 

 
 

Table 1 Tensile properties of Flax/PLLA biocomposites compared to other 
thermoplastic composites 
 
 
 
 

Material 
Fibre content 
Vf (%) 

Emesured (MPa) L/d Eestimated (MPa) 

BC-20% 17 6395 ± 515 9,3 6624 

BC-30% 26 7320 ± 380 9,1 7740 

Table 2 Tensile properties of biocomposites, measured and estimated with 
micromechanics expressions (Eq. 2, 3, 4) 
 
 
 
 
 
 
 
 

Material Process 
Fibre 
content 
(w%) 

Fibre 
content 
(v%) 

Tensile 
modulus 
(MPa) 

Stress at 
break (MPa) 

Strain at 
break (%) 

Ref. 

PLLA injection / / 3620± 67 60.1 ± 1.7 2.4 ± 0.4 

injection 20 17 6395 ± 515 55.5 ± 4.1 1.4 ± 0.1 

injection 30 26 7320 ± 380 53.1 ± 2.8 1.2 ± 0.1 

 

Flax/PLLA 

Film-
stacking 

30.5 25 8856±297 81.3±7.7 1.2± 0.1 [10] 

Flax/PLLA compression 30  8300 ± 600 53 ± 3.1 1.0 ± 0.2 [2] 

Flax/PLLA injection  20 6197 64.4 6.21 [39] 

PP / / 1660 ± 30 26.1 ± 0.4 148 ± 3.6 

Hemp/PP 30  3800 ±180 33.1 ± 0.2 2.8 ± 0.1 

Sisal/PP 30  3500 ± 70 23.3 ±0.3 2.8 ± 0.3 

Glass/PP 

injection 
 

30  6800 ± 170 73.3 ± 0.6 2.4 ±0.2 

[13] 
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Table 3 Average geometry data for BC-20% and BC-30% as a function of injection 
cycles  
 
 
 

Table 4 Evolution of mechanical properties of Flax/PLLA biocomposites at different 
fibre contents during recycling. 
 
 
 
 
 

Injection cycles 
Fibre content 
(w%) 

Length (µm) Diameter (µm) Aspect ratio (L/d)  

Without extrusion / 4064 ± 670 182 ± 76 25.8 ± 11.1 

20% 2697 ± 1258 149 ± 66 20.7 ± 12.2 
After extrusion 

30% 2319 ± 1242 133 ± 60 19.8 ± 13.8 

20% 420 ± 398 52 ± 45 9.3 ± 6.6 
1 

30% 334 ± 277 44 ± 42 9.1 ± 5.8 

20% 255 ± 94 35 ± 13 8.8 ± 3.9 
3 

30% 208 ± 71 25 ± 5 8.3 ± 4.3 

20% 124 ± 55 18± 7 6.9 ± 2.7 
6 

30% 114 ± 65 17 ± 7 6.5 ± 2.4 

Material  
Mechanical 
properties after 1 
cycle 

Mechanical 
properties after  
6 cycles 

Evolution of mechanical 
properties  from cycle 1 
to cycle 6 (%) 

E (MPa) 3620± 67 3518 ± 192 -2,8 

σ (MPa) 60.1 ± 1.7 27,8± 8,9 -53,8 PLLA 

ε (%) 2.4 ± 0.4 0,9 ± 0,4 -72,5 

E (MPa) 6395 ± 515 5633 ± 247 -12,0 

σ (MPa) 55.5 ± 4.1 29.8 ± 3.9 -46.3 BC-20% 

ε (%) 1.4 ± 0.2 0.7 ± 0.1 -47.6 

E (MPa) 7320 ± 380 6760 ±183 -7.7 

σ (MPa) 53.1 ± 2.8 16.3 ± 2.7 -69.4 BC-30% 

ε (%) 1.1 ± 0.1 0.2 ± 0.1 -77.7 
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Material 
Injection 
cycles 

Fibre content 
Vf(%) 

Emeasured (MPa) L/d Eestimated (MPa) 

1 6395 ± 515 9,3 6224 

3 6097 ± 211 8,8 6184 
BC-20% 

6 

17 

5633 ± 247 6,9 5801 

1 7320 ± 380 9,1 7740 

3 7210 ± 128 8,3 7624 
BC-30% 

6 

26 

6760 ± 183 6,5 7110 
Table 5 Evolution of measured and estimated Young’s modulus (Eq. 2, 3, 4) 
 
 
 
 
 
 

Table 6 Evolution of thermal properties of PLLA, BC-20% and BC-30% as a function of 
injection cycles. Tg, Tc, ΔHc, Tm, ΔHm and χ represent respectively the glass transition 
temperature, the crystallization temperature, the crystallization enthalpy, the melting 
temperature, the melting enthalpy and the degree of crystallinity. 

1rst cooling 2nd heating 
Materia
l 

Injection 
cycles 

Tg (°C) 

Tc (°C) ΔHc (J.g-1) Tc (°C) 
ΔHc (J.g-

1) 
Tm (°C) ΔHm (J.g-1) χ (%) 

1 66.5 / / 123.3 36.5 175.1 36.3 38.7 

3 59.9 93.6 15.9 104.3 16.4 171.1 38.4 41.0 PLLA 

6 56.5 97.7 38.9 89.8 0.6 167.3 49.9 53.2 

1 61.1 / / 110.9 36.5 170 .7 37.2 39.7 

3 56.9 89.1 16.8 90.4 21.6 167.4 44.2 47.1 
BC-
20% 

6 54.9 92.4 41.3 / / 163.9 47.1 50.2 

1 62.2 114.5 45.6 / / 170.4 44.0 47.0 

3 57.8 112.5 45.6 / / 163.4 51.9 55.3 
BC-
30% 

6 41.7 87.1 35.9 85.1 5.1 152.3 40.2 43.2 
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