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HO*  hydroxyl radical 

HSES  high-speed electrospinning 



 

 

5 

 

IFR  intumescent flame-retardant 

ISCCS  International Sustainability & Carbon Certification System  

LCA  life cycle assessment 

L/D  length to diameter 

LDPE  low-density polyethylene 

LOI  limiting oxygen index 

LTMA  localized thermomechanical analysis 

MAP  monoammonium phosphate 

MB  melt-blowing; melt-blown 

MFI  melt flow index 
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MTPA  million tonnes per annum 
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PCL  polycaprolactone 

PCPP  poly(1, 2-propanediol-2-carboxyethyl phenyl phosphinate) 
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PDLLA poly(DL-lactic acid) 

PLLA  poly(L-lactic acid) 

PE  polyethylene 

PET  polyethylene terephthalate 

PEG  polyethylene glycol 

PHAs  polyhydroxyalkanoates 

PHB  polyhydroxybutyrate 

PLA  poly(lactic acid) 

PLLA  poly(L-lactic acid) 

PP  polypropylene 

PS  polystyrene 

PTFE  polytetrafluoroethylene 

PU  polyurethane 

RDP  resorcinol bis(diphenyl phosphate) 

RIM  reaction injection moulding 

ROP  ring-opening polymerisation 
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sc-CO2  supercritical carbon dioxide  

SEM  scanning electron microscopy 

SRC  self-reinforced composite 

T  talc 

TBBPA tetrabromobisphenol A 

TDCPP tris (1,3-dichloro-2-propyl) phosphate  

TDBPP tris (2,3-dibromopropyl) phosphate 

Tcc  cold crystallisation temperature 

Tg  glass transition temperature 

Tm  melting temperature 

TGA  thermogravimetric analysis 

USA  United States of America 

Vf  void fraction 

VOC  volatile organic compound 

WAXD wide-angle X-ray diffraction 

X*  halide radical 

XPS  extruded polystyrene 

XRD  X-ray diffraction 

ΔHcc   cold crystallisation enthalpy 

ΔHm   melting enthalpy 

ΔHm
0   melting enthalpy of the 100% crystalline PLA 

ΔHrec  recrystallisation enthalpy 

η*  complex shear viscosity 

ρ  density 

ρapp  foams’ apparent density 

φ  weight fraction of fillers 

Φ  expansion ratio 

χc  degree of crystallinity 
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THESIS FINDINGS 

1. Low-density (ρ < 0.05 g/cm3), natural fibre-containing polylactic acid (PLA) 

composite foams were firstly manufactured by supercritical carbon dioxide-assisted 

extrusion. It was found that compared to the fibre-free material the addition of 5% 

cellulose or basalt fibre allows the formation of foam cells at significantly lower 

processing temperatures. As a result of this advantage and the increased dynamic 

viscosity of the biocomposite blends, smaller cell diameters were obtained compared 

to fibre-free PLA foams. [I, VI, XVI] 

2. Low-density (0.05–0.13 g/cm3), flame retarded microcellular PLA foams were firstly 

manufactured by supercritical carbon dioxide-assisted extrusion. Although PLA foams 

without flame-retardants are more flammable than their bulk counterparts, significant 

flame retardancy was achieved using a novel intumescent flame-retardant additive 

system, including cellulose treated with phosphorus and boron-containing compounds. 

40% reduction in peak of heat release rate, UL-94 V-0 (i.e. self-extinguishing) rating 

accompanied with limiting oxygen index value as high as 31.5 vol% were reached for 

the developed flame-retarded PLA foam. [II, VII, XVII, XXIII, XXIV, XXV, XXVI] 

3. PLA fibres with a diameter of 2-14 µm were produced by melt-blowing and used for 

self-reinforced composite preparation for the first time. The environmentally friendly, 

solvent-free fibre production technology allowed the manufacturing of nonwoven 

webs, the processability and thermomechanical properties of which were improved by 

annealing. The composites prepared by hot compaction of PLA microfibres with 2–7 

times higher crystalline proportions (compared to the original webs) have 47% higher 

tensile strength than the self-reinforced composites manufactured without the post-

crystallisation step. [III, VIII, XXII, XVIII, XIX, XX] 

4. Annealing methods of PLA nonwoven webs, produced by high-speed electrospinning 

(HSES) technique with a productivity higher than conventional single-needle 

electrospinning (40 g/h), were compared. It was evinced that the heat treatment 

promotes the formation of the less stable α′ crystal modification, while ethanol 

treatment facilitates the formation of a more stable α crystalline form. Besides, higher 

crystallinity of the webs was obtained considerably faster by ethanol-assisted 

annealing than by conventional heat treatment. [IV, XX, XXI] 
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5. A new formula was proposed and applied for the calculation of complex crystalline 

compositions of poly(lactic acid), which, by using cold crystallisation, recrystallisation 

and melting enthalpy values of different crystalline forms based on temperature-

modulated differential scanning calorimetry (MDSC) data, provides more accurate 

crystallinity results compared to the previously used methods. [IV, XX, XXI] 

ÚJ TUDOMÁNYOS EREDMÉNYEK 

1. Elsőként állítottam elő kis sűrűségű (ρ < 0,05 g/cm3), természetes szálakat tartalmazó 

politejsav (PLA) kompozit habokat szuperkritikus széndioxiddal segített extrúzióval. 

Kimutattam, hogy a szálakat nem tartalmazó alapanyaghoz képest 5% cellulóz- vagy 

bazaltszál hozzáadása szélesebb hőmérséklet-tartományon teszi lehetővé habcellák 

kialakulását. Ennek az előnynek és a biokompozit keverékek megnövekedett 

viszkozitásának eredményeként kisebb cellaátmérőket sikerült elérni a szálmentes 

PLA habokhoz képest. [I, VI, XVI] 

2. Elsőként állítottam elő kis sűrűségű (0,05-0,13 g/cm3), mikrocellás PLA habokat 

égésgátolt formában, szuperkritikus szén-dioxiddal segített extrúzióval. Bár a nem 

égésgátolt PLA habok lényegesen gyorsabban égnek a tömbi anyagoknál, az általam 

kifejlesztett új, foszfor és bór-tartalmú vegyületekkel kezelt cellulózt tartalmazó 

felhabosodó égésgátló adalékrendszer használatával az égésgátlás a habok esetében 

kiváló hatékonyságúnak bizonyult. Az új égésgátló rendszerrel a PLA hab maximális 

hőkibocsátási sebességét 40%-kal mérsékeltem, UL-94 V-0 (önkioltó) fokozatot és 

31,5 tf% oxigénindex értéket értem el. [II, VII, XVII, XXIII, XXIV, XXV, XXVI] 

3. Ömledékfúvással 2-14 µm átmérőjű PLA szálakat gyártottam, amelyekből elsőként 

hoztam létre önerősített PLA kompozitokat. A környezetbarát, oldószermentes 

szálgyártási technológia nemszőtt szövedékek előállítását tette lehetővé, amelyeket a 

további feldolgozhatóság és a termomechanikai tulajdonságok javítása érdekében 

utókristályosítottam. Az eredeti szövedékeknél 2-7 szer nagyobb kristályos részarányú 

PLA mikroszálakból forró kompaktálásos módszerrel gyártott kompozitok 

szakítószilárdsága 47%-kal nagyobb, mint az utókristályosítási lépés nélkül készült 

önerősített kompozitoké. [III, VIII, XXII, XVIII, XIX, XX] 



 

 

9 

 

4. Nagysebességű elektrosztatikus szálképzéssel (high-speed electrospinning, HSES) az 

ismert egytűs szálképzésnél jóval nagyobb (40 g/h) termelékenységgel gyártott PLA 

szövedékek lehetséges utókristályosítási technológiáit összevetve kimutattam, hogy 

hőkezelés hatására a kevésbé stabil α′ kristálymódosulat alakul ki, etanolos kezeléssel 

viszont a stabilabb α módosulat képződése segíthető elő. A 40 °C-os etanolban kezelt 

szálakban nagyobb kristályosság érhető el gyorsabb kristályosodás mellett a 

hagyományos hőkezeléshez képest. [IV, XX, XXI] 

5. Új számítási módszer alkalmazására tettem javaslatot politejsav bonyolult kristályos 

összetételeinek meghatározására, amely a korábban használt képleteknél pontosabb 

információt szolgáltat a minta kristályosságára nézve, mivel az eredményt a 

hőmérséklet-modulált differenciális pásztázó kalorimetria (MDSC) adatai alapján 

mindkét kristálymódosulatra meghatározott hidegkristályosodási, átkristályosodási és 

olvadási entalpia értékekből számolja. [IV, XX, XXI] 
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1 INTRODUCTION 

As society and decision-makers tend to become more environmentally conscious, 

technical terms like life cycle assessment (LCA) [1], sustainable development [2] and circular 

economy [3] are becoming more and more embedded in common parlance as increasingly 

fashionable terms. Fortunately, research has already been going on for decades in academia 

and amongst market players to develop raw materials and manufacturing methods with low 

environmental impact and high efficiency. Inexpensive, easily manufactured, durable 

polymers and their composites increase the standard of living of humanity and reduce energy 

consumption year by year, thanks in part to their key role in food safety, transportation & 

logistics, automotive, and construction industries [4, 5, 6, 7]. 

To facilitate reprocessing, self-reinforced composites (SRCs) are being developed in 

which the reinforcing fibres and the matrix material are made of the same polymer type [8]. 

Thus, SRCs are much lighter than conventional composites (reinforced with glass, basalt, or 

carbon fibre) and can be fully recycled, as there is no need to separate the reinforcing fibres 

from the matrix. Lightweight articles can also be achieved by foaming the polymeric base 

material, in which case up to 90-97% of the product consists of air-filled pores. Polymer 

foams, as thermal insulation, save more than 140 times the energy needed for their 

production, and as packaging, they can effectively protect products that are several orders of 

magnitude more valuable from physical impacts [9]. 

However, the advantageous properties of plastics (cheap, easy to produce, durable, 

lightweight) also led to their potential to cause serious environmental damage. Notorious 

example of this is the excessive plastic pollution in the oceans, 98% of which is the result of 

problematic (or non-existent) waste management practices in low- or middle-income 

countries outside the European Union (EU) and the United States of America (USA) [10, 11]. 

Although this is primarily a waste treatment issue, there has also been an increasing focus on 

biodegradable polymers over the past decade. Among these, poly(lactic acid) (PLA) has been 

produced commercially in the largest quantities, in addition, PLA is obtained from renewable 

resources [12]. 

The aim of my research was to develop composite systems that, due to their lower 

density, could offer an environmentally friendly alternative for product designers in the 

future, thus providing the opportunity to gradually replace the conventional solutions and 

petrol-based raw materials currently in use. My goal was to effectuate the value-adding 
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modification of PLA, which is an intensively researched, promising raw material with 

properties similar to polyethylene terephthalate (PET). Besides its high tensile strength and 

modulus, nevertheless, it is characterised by low elongation at break and poor impact 

resistance, so it is essential to improve these properties. By developing self-reinforced 

composites and highly porous foams, these drawbacks can be offset, while also serving the 

objective of weight reduction. The relatively low melt strength and slow crystallisation of 

PLA have a negative effect on the foamability; therefore, these characteristics must also be 

improved. In addition, foamed PLA is even more flammable than the raw material, so a 

suitable flame-retardant (FR) additive system is required to produce a safe product. Since, 

according to the literature, FR PLA foams have not yet been produced by continuous 

technology (e.g., extrusion), the way of implementation abounds in open questions. 

It is important to consider the raw material of the end-of-life product as a valuable 

resource, therefore the recycling of biopolymer products is also an issue to be addressed. Prior 

to the production of SRCs, design for recycling is already taken into account. In the case of 

PLA the main challenge is to prevent hydrolytic degradation during the series of hot 

processing steps (extrusion, injection moulding). Since the reinforcing and matrix materials of 

SRCs are made of similar (or identical) polymers, there is also a small difference (ie. 

processing window) between their melting temperatures (Tm). Accordingly, the 

manufacturing parameters must be adjusted so that proper fibre-matrix adhesion is achieved, 

but fibres are not damaged. In some cases, the processing window can only be increased by 

crystallisation of the fibres, so the crystalline structure formed during the production and 

annealing of PLA fibres have a major influence on the properties of the final product. 

In my doctoral work, the production, testing and application-oriented development of 

lightweight biopolymer composite systems were carried out, requiring synthetic, 

technological, analytical, and methodological developments at the same time. The topicality 

of the research is given by the fact that reducing the weight of products, thus the amount of 

raw material used, is one of the most obvious directions of development towards the 

sustainability of many industries. When creating composites, the advantageous properties of 

different raw materials are combined, and high value-added, high-performance products can 

be manufactured by the appropriate choice of composition and structure. Both SRCs and 

polymer foams meet these criteria, so the objective of my research was to characterise and 

improve the functional properties of such heterogeneous systems, and to further develop their 

production technology.  
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2 LITERATURE REVIEW 

2.1 Sustainability principles 

The dangers of excessive development have been highlighted by Brown and the 

Brundtland Report in the 1980s [13, 14]. The Report issued by the World Commission of 

Environment and Development describes sustainability as a development that meets the needs 

of the present without compromising the ability of future generations to meet their own needs. 

The definition was further discussed by Daly [15, 16], separating sustainable development 

from growth. Growth means quantitative increase in physical scale, while development can be 

described as qualitative improvement or unfolding of potentialities. An economy can grow 

without developing, develop without growing, or do both or neither. However, since human 

civilisation is a subsystem of the finite global ecosystem—which does not grow, even though 

it does develop—economic growth obviously cannot be sustainable over long periods of time. 

According to Daly, sustainable development should mean the achievement of long-term social 

well-being and respecting ecological limits at the same time. 

Regarding the management of natural resources, there are two principles of sustainable 

development. First that harvest rates should equal the rate of regeneration (sustainted yield), 

Second that waste emission rates should equal the natural assimilative capacities of the 

ecosystems into which the wastes are emitted. Regenerative and assimilative capacities must 

be treated as natural capital, and failure to maintain these capacities must be treated as capital 

consumption, and therefore not sustainable [15]. The concept of circular economy (Figure 

2.1) aims to preserve natural capital, which could be achieved through the efficient use (or 

conservation) of finite resources and the balanced consumption of renewable resources [17]. 

The main goal of the idea is to preserve the value and usability of products, components, and 

materials for as long as possible—and at the highest possible level. The model distinguishes 

between technical and biological cycles. Both cycles improve the utilisation of resources used 

by regenerating, sharing and keeping products in a closed loop, as well as optimizing system 

efficiency. Product sharing (e.g., car-sharing) targets maximum utilisation, while improving 

the durability (e.g., by applying reinforcement) and modularity of an article increase the 

length of its life cycle. 
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Figure 2.1 Outline of a circular economy [17] 

2.2 Biopolymers 

In the atmosphere, carbon is present primarily as carbon dioxide (CO2), which is fixed 

as biomass via photosynthesis. This process has been going on for hundreds of millions of 

years and led to the vast resources of oil, gas, and coal that our society relies on at present. 

Since the beginning of the industrial revolution, these resources have been used at an 

increasing rate to produce materials, chemicals, and fuels. As a result, much of the carbon 

stored millions of years ago is now being released into the atmosphere in a very short period 

of time, on a geologically speaking [18]. The result is that there is a net translocation of vast 

quantities of carbon from fixed reserves into the atmosphere, leading to an increase in CO2 

levels (Figure S1), which recently passed 410 ppm and continue to rise an average of 2-3 ppm 

annually [19]. 

Currently, plastics are predominantly made of fossil-based resources and mainly used 

in a linear economy approach (manufacture, use and disposal). Bio-based plastics have been 

identified as a potential alternative to conventional plastics because of the use of renewable 

resources as feedstock, therefore enabling a shift from a fossil economy to a bio-based one 

[20]. 
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The term bioplastic has become widespread as a result of European Bioplastics’ 

activity. According to this industrial association, a plastic material is defined as a bioplastic if 

it is either bio-based, biodegradable, or features both properties [21]. A material is considered 

bio-based if it is partly or wholly derived from biomass. The term biodegradable is a qualifier 

for macromolecules or polymeric substances susceptible to degradation by biological activity 

by lowering of the molar masses of macromolecules that form the substances [22]. A division 

based on these properties is well illustrated in Figure 2.2 which plots some of the well-known 

biopolymers along two axes according to their biodegradability and the type of raw material 

used for their production. 

 
Figure 2.2 Grouping of polymers according to biodegradability and raw material [21] 

 

Nevertheless, certain studies in the literature suggest that the use of this terminology 

(i.e. bioplastics) to describe all biology-related polymers is misleading and likely to cause 

public confusion [22, 23]. Vert et al. notes that as bioplastic is generally used as the opposite 

of polymer derived from fossil resources, it anticipates that any polymer derived from the 

biomass is environmentally friendly. A bio-based polymer similar to a petrobased one (Figure 

2.2, upper-left quarter) does not imply any superiority with respect to the environment unless 

the comparison of respective life cycle assessments is favourable [22]. Non-biodegradable 

polymers are also made from renewable resources (e.g., bio-polyethylene: bio-PE from 

bioethanol), and biodegradable polymers can be prepared using fossil feedstocks as well (e.g., 

polycaprolactone: PCL). 
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Figure 2.3 Main polymer groups extracted from biomasses or synthesised from bio-intermediers or 

produced by microorganisms [24] 

As Figure 2.3 indicates, bio-based polymers can be further grouped into three classes: 

- Polymers extracted directly from biomasses, with or without modification (e.g., 

starch modified polymers and polymers derived from cellulose). 

- Polymers produced directly by microorganisms in their natural or genetically 

modified state (e.g., polyhydroxyalkanoates: PHAs). 

- Polymers obtained with the participation of bio-intermediaries, produced with 

renewable raw materials. (e.g., poly(lactic acid); bio-polyethylene, from the 

polymerisation of ethylene produced from bioethanol; bio-nylons via diacids from 

biomasses; and bio-polyurethanes, incorporating polyols of vegetal origin) [24]. 

It needs to be remarked that incorporating additives into petroleum-based plastics to 

accelerate their abiotic degradation does not mitigate their environmental impact and 

potentially gives rise to certain negative effects [25, 26]. Since in 2019 the European 

Parliament approved a new law banning the oxo-degradable plastics by 2021, these mainly 

polyethylene-based materials will not be discussed in the present literature review [27]. 

The first natural polyester, polyhydroxybutyrate (PHB), was discovered by French 

biologist Maurice Lemoigne in 1926 during research on the bacterium Bacillus megaterium 

[28]. The discovery was ignored for many decades, largely because oil prices were low at the 

time. In the 1930s, Henry Ford began his research into the automotive application of 
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soybeans, and in 1941 a soybean-based plastic automobile body was completed. 

Unfortunately, it was the same year when the USA entered World War II. Ford was asked to 

convert all of his assembly lines to making vehicles needed for the war, thus his interest in 

soybeans was put on hold [29]. Further literature on the history and economics of biopolymers 

is provided in Chapter I. of the Supplementary appendix. 

The vivid research activity of the field opened a wealth of possibilities: the design of 

high value-added products and materials as well as the implementation of innovative 

manufacturing technologies are more than likely to be worthwhile. 

2.3 Poly(lactic acid) 

2.3.1 Production of poly(lactic acid) 

Poly(lactic acid) (PLA) is the most intensively researched and used bio-based and 

biodegradable aliphatic polyester. Its monomer, lactic acid (2-hydroxypropionic acid), is a 

naturally occurring organic acid. As a chiral molecule, it has two optically active 

stereoisomers: L- and D-lactic acid (Figure 2.4). These enantiomers can be selectively 

produced from renewable raw materials (carbohydrates) such as cane sugar or corn starch by 

appropriate microorganisms (fermentation) [30]. The equimolar mixture of the two 

enantiomers, racemic- or DL-lactic acid is the easiest to synthesise via conventional chemical 

methods. 

 
Figure 2.4 Structure of L-lactic acid, D-lactic acid and DL-lactic acid [31] 

Upon dehydration or depolymerisation of lower molecular weight pre-polymer (Figure 

2.6), a cyclic dimer of lactic acid is formed. Figure 2.5 shows the possible structures of the 

lactides, consisting of different stereoisomeric lactic units. 

 
Figure 2.5 Structures of various lactides [31] 
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PLA was first synthesised by Pelouze in 1845 by polycondensation of lactic acid. In 

1932, Carothers et al. developed a method for the production of PLA by ring-opening 

polymerisation of lactides [31]. The method was later patented by DuPont in 1954. At that 

time, only low molecular weight PLA could be produced by an extremely expensive process, 

so the polymer was a very expensive raw material. The widespread use of PLA began in the 

late 1990s, after Cargill Inc. and the Dow Chemical Company succeeded in polymerizing 

high-molecular-weight poly(L-lactic acid) (PLLA) by ring-opening polymerisation (ROP) of 

L-lactide in industrial scale and commercialised the PLLA polymer [31, 32]. Several methods 

are now known for the production of PLA, including azeotropic dehydration and enzyme-

catalysed polymerisation [33], while the two most common synthetic routes are direct 

polycondensation of lactic acid and ROP of lactide (Figure 2.6). The latter is utilised in 

industry for the most part [18, 44]. 

 

Figure 2.6 Synthesis routes for high molecular weight PLA [34] 

Polymerisation of optically pure lactides yields isotactic homopolymers, such as 

poly(L-lactic acid) (PLLA) and poly(D-lactic acid) (PDLA) [31]. Both PLLA and PDLA are 

semicrystalline polymers with a glass transition temperature (Tg) of 50-60°C and a melting 

temperature (Tm) of about 165-185°C, depending on their composition. Thus, it is expedient 

to process the polymer below 185-190°C, since at higher temperatures chain breakage and 

molecular weight loss during thermal degradation may occur [16]. The crystallinity and 

melting temperature of PLA also depend on the optical purity of the repeating units. Optically 
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inactive poly(DL-lactic acid) (PDLLA) is an amorphous polymer composed of atactic L and 

D units. When mixing isotactic PLLA and PDLA in a 1:1 ratio, stereo-complex crystals are 

formed with a melting point of 230-240°C, which is approximately 50°C higher than that of 

the homopolymer of PLLA and PDLA [35]. 

In 2013 NatureWorks LLC (Minnetonka, MN, USA) and Catalysta EnergyTM (Menlo 

Park, CA, USA) launched a research project to replace agricultural feedstock of lactic acid 

production. Using a new biocatalyst, laboratory-scale methane to lactic acid fermentation was 

proven in 2014. Two years later, a new $1 million laboratory opened aiming to move the 

project from proof of concept to commercialisation [36]. This research could open up new 

perspectives in the manufacturing of PLA, it could structurally lower costs, and it diversifies 

manufacturers away from the reliance on agricultural crops, too. Alternative renewable 

feedstocks like sugar cane bagasse (lignocellulosic biomass, second generation feedstock), 

cheese whey (nutrient rich wastewater), microalgal biomass (third generation feedstock), and 

macroalgal biomass (potential feedstock), are also investigated for future production of lactic 

acid [37]. Researchers also showed feasibility of PLA production from food waste [38, 39]. 

It can be deduced from the market data of European Bioplastics (cf. Figure S7-S8 in 

Appendix) that in contrast to the struggles of the bioplastics industry (Supplementary 

appendix, Chapter I.), production capacities for PLA have gained momentum in the last few 

years. Compared to the drastically shrinking bio-PET output, the manufacturing of PLA 

advanced noticeably, increasing the number of its applications in both flexible and rigid 

packaging, consumer goods, electrics & electronics (E&E) and in the “Other” category (cf. 

Figure S8 in Appendix). The latter is presumably correlating with the rising demand for 3D-

printing filaments, the two most popular materials of which are acrylonitrile-butadiene-

styrene (ABS) and PLA. 

The current global production of PLA is around 0.395 MTPA, which means a 18.7% 

market share of the total bioplastic production of 2.11 MTPA. This ratio is in an uptrend from 

the 2019 market share of 13.9% [40] and the 2018 value of 10.3% [41]. Of these 395,000 

tonnes per annum (TPA), NatureWorks LLC produces 150,000 TPA in its Blair (Nebraska, 

USA) facility built in 2001 [18], using Yellow Dent #2 industrial corn as renewable feedstock. 

In 2018 Total Corbion PLA has started a 75 kt PLA plant in Thailand, which produces PLA 

from sugar cane. In September 2020 Total Corbion PLA announced its intention to build its 

second PLA plant with a capacity ramping up to 100,000 TPA. The new plant is planned to be 

located on a Total site in Grandpuits (France) and to be operational in 2024 [42]. From the 



 

 

19 

 

literature it seems to be evident that the PLA market is a dynamically developing area, the 

reason of which will be discussed in detail in the following chapters. 

2.3.2 Properties of PLA 

Compared to other materials, the use of PLA has several advantages: 

- Substitution of fossil resources: The polymer comes from a renewable energy source, 

thus containing carbon captured from the air. 

- Low GWP: Cradle-to-Gate eco-profile of NatureWorks’ PLA product (IngeoTM) 

shows that greenhouse gas emission for IngeoTM manufacture (including biogenic 

carbon uptake) are significantly lower than in the case of fossil-based polymers [43].  

- Energy efficiency: the production of PLA requires 25-55% less energy than the 

production of petroleum-based plastics [18, 44]. Primary energy usage from non-

renewable resources is a Group 1. global indicator in LCA (Supplementary appendix, 

Chapter II.) hence manufacturers pay special attention to this matter. 

- Trigger-biodegradable: At ambient temperature it is just as durable as other 

conventional plastics, understandably researchers want to make sure that the material 

is also suitable for products with longer life cycles before the decomposition process 

starts. However, when specific conditions are met, PLA is designed to biodegrade 

within a few months. This should almost exclusively happen in industrial composting 

facilities, at 50-60°C in the presence of high moisture content and microorganisms 

[45]. 

- Processability, recyclability: PLA has better thermal processability than most of the 

bio-based polymers, including PHAs, polyethylene glycol (PEG) and PCL. It can be 

processed by injection moulding, injection blowing, film extrusion, extrusion foaming, 

thermoforming, and film and fibre formation. The finished product can therefore be 

manufactured in a manner similar to conventional thermoplastic polymers, without the 

need to replace existing equipment. Accordingly, PLA can be recycled by various 

methods (including mechanical recycling), since the aspect of circular economy is as 

relevant for bio-based plastics as it is for conventional ones. 

- Mechanical properties: PLA has comparable tensile strength (60-65 MPa) and 

modulus of elasticity (3 GPa) with nondegradable thermoplastics such as PET and 

polystyrene (PS). 

- Biocompatibility: PLA does not contain substances that are harmful to health and the 

substances formed during its degradation are neither toxic nor carcinogenic. It has 
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been classified as a safe substance by the United State Food and Drug Administration 

(FDA) since 2002 [46]. The polymer is also used as a material for implants in medical 

technology. 

However, the application of PLA in certain applications is hampered by a number of 

unfavourable properties: 

- Competition with the food industry: When considering the disrupting effect of PLA 

production on the food industry, it is worth to compare the sizes of these markets. A 

few orders of magnitude difference between the two sectors further nuances the 

subject, of the 4.7 billion ha global agricultural area, 0.81 million ha (0.016%) was 

used to produce feedstock for all bioplastics in 2018. Even bioethanol production (110 

billion L/y) uses about 270 times more feedstock than the global production of PLA, 

given that 416 kg of PLA and 433 kg of ethanol can be made out of a metric tonne of 

Yellow Dent corn [18, 47]. 

- Low toughness: PLA is considered a brittle polymer with an elongation at break of 

less than 10%. Brittleness can be a problem in areas requiring greater plastic 

deformation, dynamic load capacity, and impact resistance [34]. 

- Low heat distortion temperature (HDT): A general drawback of the PLA family of 

material is that they exhibit a lower glass Tg, up to about 60°C, compared to 

competing polyesters. Therefore, unless PLA can be crystallised to a large extent, its 

thermal resistance will remain relatively poor [48]. 

- Slow crystallisation: The crystallisation kinetics of PLA are significantly slower than 

that of other semicrystalline polymers due to the presence of rigid segments in its main 

chain. After melt processing, a high crystalline fraction can only be achieved by slow 

cooling (cooling rate less than 1 °C/min) or by the use of nucleating agents. As the 

crystallinity increases, the heat resistance of the product improves [48]. 

- Low melt strength: This is one of the most important properties for film and injection 

moulding, thermoforming, fibre production and foaming [49]. Due to the relatively 

low melt strength of linear PLA, its limited foamability has made its use in various 

plastic foam applications challenging [50]. However, by chain extension and cross-

linking, the melt strength of PLA can be significantly increased in a reactive extrusion 

process. 

- Water sensitivity: in the presence of moisture, hydrolytic degradation via cleavage of 

the ester groups of the main chain of PLA may occur during processing, which 
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reduces the molecular weight and affects the properties of the product [34]. To avoid 

this, it is essential to dry the raw materials prior to processing. 

- Flammability: Like most thermoplastic polymers, PLA is flammable. To be fit for 

application in technical and durable products, thermal stability and fire performance of 

the polymer needs to be improved [51]. 

2.3.3 Application of PLA 

Due to its favourable properties, PLA products seem to have the highest potential 

amongst biopolymers to replace nondegradable polymers in many applications. Its excellent 

biocompatibility is a key property to take into consideration, which allowed its widespread 

use in the biomedical field. Before the commercialisation of high molecular weight PLA, it 

has been mainly employed in high value-added products such as bone screws, structures and 

tissue engineering scaffolds [52, 53]. When inserted in vivo, PLLA is able to degrade over 

time simply via hydrolysis without any use of catalysts or enzymes, hence the surgical 

removal of the implant is unnecessary [54]. PLA is a popular carrier for drug formulation, 

because its degradation products are harmless to human health and are also found in the body, 

[55]. Following its hydrolysis, lactic acid is incorporated into the tricarboxylic acid cycle and 

excreted [56]. 

Today, it is mainly used as a raw material for shopping or garbage foil bags, sanitary 

products, diapers, ground cover foils, planting pots, and disposable boxes, bowls, and cutlery 

[57]. In the packaging industry, the compostability of PLA is exploited in short life cycle 

products, especially in food bio-packaging, where recycling is unpractical or not economically 

convenient due to food contamination [58]. Nowadays, therefore, PLA-based products are 

largely used in areas where no extreme mechanical stress is to be expected, on the other hand, 

biodegradability is important. 

The textile industry also utilises PLA due to its unique spectrum of properties 

comparable to conventional Polyester and Nylon fibres and a series of advantages over other 

synthetic fabrics. The outstanding resistance to sunlight, resiliency, and elastic recovery offers 

potential for use in tents, patio umbrellas, and awnings. Automotive applications requiring 

high moisture wicking and UV stability, such as seating might also benefit from these 

materials. The high loft and resiliency offer promise in sleeping bags and other applications 

requiring good insulation properties [59]. PLA exhibits good moisture management and 
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comfort properties [60]. PLA filaments also find their application in the 3D printing sector, 

due to the relative low melting point, as well as its good adhesion and flexural strength [61]. 

PLA is one of the most promising biopolymers, and accordingly it has been the subject 

of extensive research focusing on expanding its fields of application and tuning its properties. 

In order to make it more widely applicable, the elimination of the disadvantages listed in 

Chapter 2.3.2 is the focus of the developments. There are several attempts in the literature to 

improve the mechanical properties of PLA with different blends [62], plasticisers [63], 

copolymerisation [64], nanoadditives [65], natural reinforcing fibres [66], and self-

reinforcement [67]. With a structure modified in such ways, PLA could be suitable for use in 

technical fields, but this also requires flame retardancy of the raw material. [51, 67]. Research 

into the foaming of PLA products has also begun, already substituting a fraction of the 

expanded polystyrene (EPS) foam market from extruded and thermoformed PLA trays [50, 

68] to expanded PLA foams for impact energy absorbers in helmets [69]. Because of their 

high value-adding potential and the combination of properties that makes a product 

lightweight while ensuring its high-performance at the same time, foaming, flame retardancy, 

fibre production and self-reinforcement will be further discussed in this literature review. 

2.4 Polymer foams 

2.4.1 Properties and applications 

Porous materials play an important role in our daily lives; they can be found in 

protective equipment in the form of an energy absorbing element, in filtering equipment, and 

as a material for packaging, heat and sound insulation. High porosity solids usually have high 

structural rigidity and low density, so they often also serve as a framework for living 

organisms (e.g., coral, wood, bones) [70]. 

Foams are one of the largest groups of porous materials, the continuous solid structure 

(matrix) of which makes up only a small volume percent of the material. Accordingly, 

depending on the foam’s porosity, most of its volume is filled with a low-density gas that can 

form a coherent pore system or consist of discrete cells. Based on the continuous or dispersed 

character of the gas phase, we can speak of open-cell and closed-cell foams, respectively [7]. 

The solid phase can be composed of widely used structural materials; based on this we 

distinguish between metal, ceramic and polymer foams (Figure 2.7). 
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Figure 2.7 Porous materials: whale bone (a), aluminum foam (b), ceramic foam (c) and nickel 

foam (d) [7] 

The properties of cellular plastics are determined by the rigidity of the polymer 

backbone, the porosity and microstructure of the foam, and a number of other parameters. 

They can be produced using thermoplastic or thermoset polymer matrices, allowing the 

modulus of elasticity to be tailored covering a wide range from rigid to flexible foams. Cell 

size and distribution are also key factors; cells with diameters on the order of 10 microns are 

called microcells. Due to their small cell size, the mechanical properties of microcellular 

foams far exceed those with larger bubbles [71].  

The functional characteristics of foamed plastics contributed greatly to their 

widespread utilisation, which are as follows [7]: 

- Low relative density: since most of the foam is made up of pores (cells), the density of 

the foam is a fraction of the density of the polymer that makes up the solid phase. In 

addition, the polymers themselves are inherently lightweight materials, so the foams 

made from them have a lower density than any other structural foam. Their application 

can therefore also be economically convenient in technical fields (e.g. electronics and 

automotive), when the appropriate mechanical properties and flame retardancy are 

ensured. 

- Good specific strength: although the mechanical strength of the polymer foams is 

lower (decreasing with porosity) compared to the dense polymer matrix, the specific 

strength is significantly higher than that of porous metals or ceramics with equivalent 
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porosities. Because smaller amounts of polymeric material can be used to make an 

article with similar properties to a solid product, polymeric foams are often used to 

make disposable cups, trays and food containers. 

- Outstanding thermal insulation: after foaming, the thermal conductivity of the material 

is significantly reduced, as the thermal conductivity of the gas in the cells is one order 

of magnitude lower than that of the dense polymer. In addition, in the case of closed-

cell foams with disperse gas phase, the cell walls also inhibit convection heat transfer 

of the gas. Not surprisingly, huge amounts of PS and PU foam are used to insulate 

buildings, improving their energy efficiency. Along with reduced material use 

discussed in the previous point, good thermal insulation is also an advantage in the 

market for disposable cups and food containers. The packaging keeps the ready-to-

serve food and hot drinks warm or fresh food cold, and it only slightly increases the 

total weight of the package to be transported [58]. 

- Good impact energy absorption: gas-filled closed cells of polymer foams, especially 

microcellular foams, compress under load (impact) and then expand again in the case 

of flexible cell walls, as a result of which they absorb the energy of the impact. In the 

case of rigid foams, the cell walls collapse one after the other, which is also an energy-

absorbing process. The foams therefore have excellent vibration damping performance 

and impact resistance properties, so they are widely used in the production of 

mattresses, packaging, and filling materials, as well as sports equipment (helmets and 

other protective accessories) [69]. 

- Excellent sound absorption: the porous body absorbs the energy of the sound wave to 

terminate the reflection and transferral of the waves. Acoustic energy is dissipated by 

thermal loss generated by the friction of air molecules with the pore walls, and viscous 

loss caused by the viscosity of airflow within the materials [72]. The scattered waves 

extinguish each other in a short period of time reducing resonance and noise. 

Generally, open-cell foams are better sound absorbers than their closed-cell 

counterparts. 

- Adequate compressive strength: the compressive strength of structural materials is an 

important design parameter to take into account. Compression tests are applied to 

determine a material’s behaviour under crushing loads. According to EN 826 and ISO 

844, the compressive strength of rigid foams and thermal insulation materials used in 

construction must be compared at 10% deformation. PS foams with a compressive 

strength of 100 kPa (EPS-100) are called "step-resistant" PS foams, and extruded PS 
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(XPS) foams with a compressive strength of 300–700 kPa can also be used to insulate 

flat parking roofs subjected to greater mechanical load (i.e. vehicles). 

The foaming of the polymers thus greatly reduces material costs, as well as imparting 

many beneficial properties to the articles. Although the production of low-density products is 

economically advantageous, one must also keep the environmental impact in mind. Recycling 

or landfill of traditional non-biodegradable foams is quite cumbersome due to their small pile-

up density [73]. Depending on the density, the amount of material recovered is only 15-40 kg 

per cubic meter, and any additives and fillers, as well as impurities (food and other organic 

matter) are also a problem in recycling. Another form of recycling is energy recovery or 

incineration, in which only the energy stored in the polymer is recovered. In addition to 

emitting large amounts of CO2 into the atmosphere, this method emits substances that are 

harmful to health in the event of imperfect combustion. [74]. 

Landfilling is the most polluting and harmful waste treatment method for polymer 

foams. However, as a consequence of mistreatment, waste can also be released into the 

wildlife. In addition, polymer foams, due to their extremely low density, can disperse even as 

a result of air movement, endangering the safety of terrestrial and oceanic wildlife. Saido et 

al. [75] have shown that styrene monomers, dimers and trimers are formed during the 

degradation of PS foams entering the oceans. Styrene monomer is anticipated to be a human 

carcinogen thus harmful to marine life and can pose a direct risk to coastal populations when 

adsorbed on sand. The substances in question also enter the food chain, where they are 

increasingly enriched, thus indirectly endangering humanity at the top of the food chain. [76]. 

By combining the advantages of polymer foams with the environmentally friendly 

characteristics of biopolymers, these difficulties might be prevented, thereby shifting the 

plastics industry towards a more sustainable future. 

2.4.2 The basic principles and mechanism of foaming 

The manufacturing of polymer foams is relatively simple compared to metal and 

ceramic foams. Usually it comprises two steps: mixing and moulding (i.e. foaming). First, the 

additives given by the particular recipe are mixed with high molecular weight polymers. As 

the main component is the given polymer, its characteristics predestine the production 

method, basic properties and areas of application of the polymer foam (Chapter 2.4.1). After 

the homogenisation of the raw materials, foaming and shaping take place. 
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There are three general ways of producing foams from thermoplastics: mechanical, 

chemical, and physical [77].  

In the case of mechanical foaming, the blowing agent is air, which can be dispersed in 

the polymer matrix by high-performance mechanical mixing. This is the least found method 

in the industry, a good example of which is the foaming of PVC for the production of floor 

coverings [78]. 

Chemical foaming is achieved by blending solid endothermic or exothermic chemical 

foaming additives (CFAs) with the polymer matrix. [79] The activation of the CFA can 

happen by decomposition or by reaction of its components. Examples of chemical foaming 

agents include organic pyrolytic foaming agents such as azo compounds, nitroso compounds, 

hydrazine derivatives, semicarbazide compounds, tetrazole compounds, and 

trihydrazinotriazine; and inorganic pyrolytic foaming agents such as carbonates and nitrites. 

[80]. Also, bicarbonates (e.g., sodium hydrogen carbonate) are used in combination of organic 

acids and organic acid salts (e.g., citric acid, oxalic acid) [81]. The advantage of CFAs is ease 

of handling as they can be added to the granules of the matrix polymer. CFAs are used to 

decrease the density of the polymer, typically by 40–60% with loading levels of 0.5–20.5% by 

weight on the amount of polymer [77]. Polyurethane (PU) foams are formed by means of a 

chemical process as well, namely the simultaneous reaction between a diisocyanate with 

polyol and water. The supramolecular structure forming via in-situ polymerisation is blown 

into a foam by the cogeneration of carbon dioxide gas evolved from the water–isocyanate 

reaction [82]. 

During physical foaming, inert gases or liquids (e.g., CO2, nitrogen) are dissolved in 

the polymer melt under pressure as physical blowing agents (PBAs), and then by reducing the 

pressure, the gases are released within the melt, their volume expanding, thereby causing the 

polymer to foam. Low boiling point liquids (e.g., propane, butane, pentane, hexane, 

chlorinated and fluorinated methane and ethane derivatives) can also be mixed into the melt to 

produce foamable beads. When the particles are heated (sintered) at normal pressure, the 

liquid evaporates, so that the foaming beads form a block. By adding hollow plastic or glass 

spheres to a polymer matrix, a closed-cell foam can be produced [83]. In contrast to CFAs, 

PBAs are more complicated to handle, as they must be injected under high pressure into the 

already molten polymer. With all that said, the risk of thermal degradation is lower with 

physical foaming, and since only gases are added, no solid foaming agent residues should 

remain in the final product. Chemical foaming agents can generally be used to produce higher 
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density polymer foams, high porosity foams can be obtained by physical foaming [77, 79]. 

Thus, the latter method is mainly discussed below.  

In addition to cost-effectiveness, environmental and safety considerations must be 

taken into account when selecting a PBA. The most commonly used alkane PBAs containing 

three or more carbon atoms are classified as volatile organic compounds (VOCs), the 

emission of which should be avoided. [84]. Moreover, most of these hydrocarbons are highly 

flammable. Halogenated hydrocarbons can pose a danger to the ozone layer, cause a 

greenhouse effect or be considered a hazardous air pollutant (some compounds fall into 

several of these categories). It is clear that the use of these materials should be minimised or 

discarded. 

Carbon dioxide (CO2) is also used as PBA because it is non-toxic, non-flammable, 

chemically inert [85]. During foaming, the polymer melt is usually processed at high pressure 

and high temperature, under which conditions CO2 is in a supercritical state. A supercritical 

fluid is defined as a substance for which both pressure and temperature are above their critical 

values. The critical pressure of CO2 is 7.38 MPa and its critical temperature is 31.1°C, these 

conditions are easily reached in a typical extrusion process (Figure 2.8). 

 

Figure 2.8 Phase diagram of CO2, supercritical range [86] 

The use of supercritical CO2 (sc-CO2) as a PBA is advantageous in several respects. 

The diffusion coefficient and viscosity of supercritical fluids are similar to those of gases, but 

their density is more comparable to that of liquids [85]. Their surface tension is almost zero, 

so it easily penetrates various materials. These properties make it an extremely good solvent 

and plasticiser in polymers, the solubility of sc-CO2 in polypropylene (PP) (200°C, 100 bar), 
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for example, is four times better than the solubility of nitrogen. [87]. Due to the plasticising 

phenomenon, sc-CO2 changes the behaviour of the melt, significantly reducing viscosity, melt 

strength, and Tg [88, 89]. Utilizing this effect, the processing of polymers (e.g., by extrusion) 

is possible at much lower temperatures and the wear of the device is reduced. 

The foaming process can be divided into three stages: cell nucleation (formation of 

bubbles), cell growth and stabilisation (solidification of the polymer foam) [77]. The initiation 

of the bubbles can take place in the polymer supersaturated by PBA. The easiest way to 

achieve this is to reduce the pressure. Cell nucleation rate determines cell density and 

distribution, so it has a very important effect on the subsequent properties of the product. The 

site of bubble formation may be the free volume of polymer macromolecules or sites with low 

potential energy (e.g., the surface of nucleating agents) [90]. The homogenous and 

heterogeneous cell nucleation will be further elaborated in Chapter 2.5.1 with a closer focus 

on the foaming of PLA. 

As the bubbles grow, the foaming gas expands, while the bubbles may even coalesce. 

The driving force of cell growth is the difference between the pressure in the bubbles and the 

external pressure. The internal pressure is, of course, a function of the amount of gas present 

and the temperature. The external pressure depends on the processing (e.g., extrusion) 

parameters. Since the internal pressure is inversely proportional to the diameter of the cell (i.e. 

Young-Laplace equation), when a cell wall breaks between two foam cells, the gas flows 

from the smaller to the larger, and then the coalescence of the bubbles occur [91]. Factors 

influencing cell growth include the melt strength and surface tension of the polymer. If these 

two values are too high, cell growth is inhibited; otherwise rupture of the cell walls may 

occur. Overall, cell growth is a very complex phenomenon in which the properties of the melt 

are constantly changing. The formation of the cells greatly increases the specific surface area, 

thus creating a thermodynamically unstable system (the surface tension tends to reduce the 

surface area). Thus, upon completion of the cell growth step, the structure of the foam must be 

stabilised. Upon cooling, the polymer increases in viscosity and then solidifies. However, 

cooling the foamed plastic is not an easy task given that the polymer foam has poor thermal 

conductivity. Heat removal is aided by the endothermic process of gas release, while the heat 

of crystallisation of the polymer reduces the rate of cooling. When the foaming gas is 

released, the plasticiser effect in the polymer is eliminated, so the process increases the melt 

strength, thus helping the foam to solidify [7]. 
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2.4.3 Foaming methods 

The most common industrial production technologies for polymer foams are injection, 

pouring, mould pressing, reaction injection, rotation foaming, hollow blow moulding, and 

extrusion, which are briefly discussed below [7]. The manufacturing process is most often 

carried out on similar equipment used for the production of dense plastic products. 

By means of injection moulding complex-shaped, dimensionally accurate, high-quality 

products can be produced with high productivity, including structural foams. The steps of the 

production process: preparation of raw materials, feeding, heating and plasticising, 

calculating, closing the mould, injection, foaming, cooling, demoulding, and post-treatment 

[7, 92]. Injection must be conducted at a high injection speed so that foaming of the polymer 

would only start in the tool (injection time should be less than 1 second). Supercritical fluids 

can be used as PBA, enabling microcellular foaming. The cooling is further aided by the 

endothermic reaction of cell nucleation and growth. Therefore, the process requires much less 

cooling as well as energy as compared with conventional injection moulding or structural 

foam injection moulding. Furthermore, internal pressure arising from the foaming eliminates 

the sink marks and improves the dimensional stability of the moulded parts [93]. 

Pour foaming is mainly used to produce PU foams. The advantage of this process is 

that production takes place at low pressure, so the equipment is not subjected to high stress. 

Due to the low pressure, large objects can also be produced, as well as on-site foaming (e.g. 

spray foam insulation of buildings). However, these products have low strength and poor 

dimensional precision, and they cannot be used to prepare structural parts. In order to achieve 

good quality, proper mixing of the components must be ensured [7]. 

During mould pressing, the materials to be foamed are placed in the mould and then 

foamed by heating under pressure. The polymer is often premixed with the blowing agent, 

after which a pre-foaming step is often included (e.g., in the production of EPS foams) [94]. 

The dimensional accurate products that can be manufactured in this way are widely used in 

the construction and packaging industry. 

In reaction injection moulding (RIM), two low viscosity, reactive liquids are mixed 

under high pressure and then injected into a mould to react, polymerise, and foam. In addition 

to dense PU products, this process produces large quantities of soft and semi-rigid PU foam. 

The polymer is formed from isocyanate and polyol and crosslinked in the mould, as described 

in Chapter 2.4.2. Foaming is achieved by the addition of CFAs, the addition of excess 
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isocyanate to water, or the addition of N2 gas to one of the reaction components. With an 

appropriately chosen technology, an open-cell foam structure can be made [82, 95]. 

Rotation foaming is a method to make small batches of large plastic foams with 

uniform thickness and no trimming allowance. The production equipment is simple, operates 

at low pressure, requires low investment but after all, it is a batch technology with a long 

production time. Hollow blown products of PS, PE, and PP can be obtained by using a two-

headed moulding equipment. The obtained products have a pearly lustre, great whiteness, 

separated bubbles, and good insulation, cushioning, and limpness. The required preform is 

obtained by extrusion or injection moulding [7]. 

One of the most widely applied technologies listed here is extrusion foaming, which 

can be used to produce plate-, tube- and bar-shaped products, profiles, cable insulation, and 

membranes [96, 97, 98, 99, 100, 101, 102, 103]. Foaming is feasible with single screw (using 

a high L/D ratio screw) as well as twin-screw and tandem extruders. The mechanism of 

operation is similar to that of non-foamed products: the polymer matrix, additives and 

foaming agents pass through the processes of plasticisation, homogenisation and compression 

zones, while either decomposition of foaming agents (chemical foaming), or gasification of 

foaming agents (physical foaming), or pressure injecting with inert gas (mechanical foaming) 

is carried out [7]. In the case of physical foaming additional mixing elements are required 

after the injection of the gas. 

Based on the literature being published in recent times, it can be concluded that 

extrusion foaming is an actively researched area, especially when considering physical 

foaming with sc-CO2 PBA. Sc-CO2-assisted extrusion foaming might as well be the most 

suitable technology for low-density PLA products, hence at this point it is necessary to narrow 

the focus of this literature review to this particular topic. 

2.5 Foaming of PLA by sc-CO2 assisted extrusion 

2.5.1 Parameters affecting the foaming process 

As we saw in Chapter 2.4.2, foaming of polymers is a relatively complex process. The 

properties of the product depend on the microstructure of the foam, which is fundamentally 

determined by the number of cells formed per unit volume (cell density) and the quality of the 

cells (expansion, distribution, closed / open structure). In order to achieve the desired quality 

product, any of the foaming steps (cell nucleation, growth and stabilisation) can be interfered 
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with by careful selection of the appropriate polymeric matrix material, additives and 

processing parameters. 

The bubbles can be initiated by the free volume of the polymer chains or in the 

vicinity nucleating agents. The former is called homogeneous and the latter heterogeneous 

nucleation [96]. Homogeneous nucleation is directly proportional to gas concentration, 

pressure, and residence time (during which the polymer and sc-CO2 can mix) and inversely 

proportional to temperature [97]. Homogeneous cell nucleation can also occur in the vicinity 

of macromolecules oriented under high shear stress [98]. In many cases, however, 

homogenous nucleation rate is too low to achieve the proper cell density, in which case the 

use of nucleating agents is beneficial. In the case of heterogeneous nucleation, the rate of 

initiation is directly proportional to the concentration of the nucleating agent, inversely 

proportional to temperature [99]. The heterogeneous nucleation mechanism is closely related 

to local pressure fluctuations around the polymer–nucleating agent interface. The activation 

energy barrier to heterogeneously nucleate a bubble is less than that required to nucleate a cell 

homogeneously [90]. Talc, silica nanoparticles, carbon nanotubes (CNT), and various layered 

silicates, among others, can be used as heterogeneous nucleating agents. The pressure drop 

rate (Figure 2.9) of the cell nucleation device (die or nozzle) also plays a strong role in 

determining the cell density of the extruded foams through its effects on the thermodynamic 

instability induced in the polymer/gas solution and the competition between cell nucleation 

and growth [100]. The production of high cell density products is therefore favoured by the 

relatively low temperature, high pressure, and CO2 concentration, as well as the use of 

nucleating agents. 

 
Figure 2.9 Effect of pressure drop rate on cell population density [100, 101] 

 

As the bubbles grow, the behaviour of the polymer melt comes into view. As the 

external pressure on the melt decreases as it exits the die, the internal pressure of the bubbles 

expands the volume of the cells. Cell expansion can be inhibited by the melt strength and 
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surface tension of the polymer. At high melt strength, the cell expansion is hindered, high 

porosity is not achieved. On the other hand, CO2 escapes easily from a material with low melt 

strength, the cell walls rupture, non-uniform cell structure is created. The melt strength of the 

linear PLA polymer can be improved by using chain extenders (CE) [102]. CEs have at least 

two functional groups (amine, anhydride, epoxy, isocyanate) that create crosslinks between 

polymer macromolecules. By increasing the diffusion coefficient and vapour pressure of the 

PBA, its molecules enter the gas phase faster from the melt, thus accelerating the expansion of 

the bubbles. By increasing the melt concentration of CO2, the degree of porosity can also be 

increased. Increasing gas pressure increases the solubility and the local concentration of 

gases, which also increases the diffusion rate, hence high pressure is required to manufacture 

low density foams [100]. Temperature affects all parameters, increasing the diffusion 

coefficient and vapour pressure of the PBA, thereby promoting the growth of bubbles. 

However, the melt strength of PLA decreases with increasing temperature, so the optimal 

temperature must be found to achieve good foamability as depicted in Figure 2.10 [103]. 

Moreover, dissolved sc-CO2 greatly reduces the melt strength of PLA, so the use of CEs is 

essential. Thus, the production of a high porosity product can be achieved at the lowest 

possible temperature, high pressure, and appropriate CO2 concentration by using CEs. 

 
Figure 2.10 Optimal melt temperature is crucial to maximise the foam expansion ratio [103] 

 

The most important process after the formation of cells of appropriate density and 

quality is to thermodynamically stabilise the system, as it was also shown in Section 2.4.2. 

Here, a few parameters such as the temperature at which the matrix polymer solidifies (Tm), 

and crystallisation kinetics of the polymer can also be influenced. The crystallisation of PLA 

is inherently slow, it is mainly a function of composition, temperature, processing time, CO2 
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concentration, shearing in the die channel, and extension associated with cell growth outside 

the die [48, 104]. Near the end of cell growth, the concentration of CO2 (and its plasticizing 

effect) in the polymer decreases, this mechanism increases the melt strength of PLA, which 

helps to solidify the polymer. Shearing and extension both orient macromolecules in the flow 

direction, therefore increase the rate of crystallisation sometimes by several orders of 

magnitude. In addition, crystallisation rate can be accelerated by the use of nucleating agents. 

Thus, the use of nucleating agents not only promotes cell nucleation but also accelerates the 

formation of crystallites [104].  

2.5.2 Examples for sc-CO2 assisted extrusion foaming of PLA 

There are several studies in the literature on foaming of PLA. Lee et al. compared 

chemical (azodicarbonamide) and physical (CO2) blowing agents for PLA foaming [68]. In 

the research, the physical blowing agent proved to be more effective to obtain products of 

high porosity. Using a twin-screw extruder, Mihai et al. produced PLA foams with an 

expansion ratio of 40 and a cell diameter of 50–100 μm by injecting 9 weight percent (% 

w/w) CO2 into the melt [105]. Kuo et al. manufactured microcellular PLA foams with 

expansion ratio of around 20 by sc-CO2-assisted batch foaming and extrusion foaming [106]. 

15% w/w hydrotalcite was used as the nucleating agent. It was found that with extrusion 

foaming, the production of products is faster, the method is more suitable for mass 

production. The extrusion foaming was carried out in a tandem extrusion system, the 

temperature of the last zone being 110°C and the pressure being 227 bar. Matuana et al. 

produced low density microcellular PLA foams by extrusion foaming using 5% w/w 

montmorillonite (MMT) nucleating agent [107]. Microcellular foams were also made by Pilla 

et al. from PLA cross-linked with a CE [102]. Although the expansion ratio did not rise above 

5, the morphology of the cells was uniform, with the smallest mean cell diameter being 10 

μm. Wang et al. [104], and Nofar et al. [108, 109] investigated the effect of chain extender 

(Joncryl ADR-4368C epoxy-based CE also used by Pilla) and different nanoparticles on the 

foamability of PLA. The experiments were performed on a tandem extrusion system, 

demonstrating that an expansion rate of 40 could be achieved with an average cell size of 50 

μm. Keshtkar et al. obtained foams of appropriate morphology using 9% w/w CO2 and 1-5% 

w/w MMT [110]. When using more than 1% w/w MMT content, the properties did not 

improve significantly. Wang et al. showed that by preparing asymmetric PLLA/PDLA blends 

with very small amounts of PDLA (0.5–3% w/w), the forming stereocomplex crystallites 

significantly increases heterogeneous cell nucleation rate, and the PLA’s crystallisation rate, 
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while reduces cell size from 150-200 µm below 50 µm [111]. The existence of stereocomplex 

crystallites in these PLLA/PDLA blends was identified by wide-angle X-ray diffraction 

(WAXD) and differential scanning calorimetry (DSC). 

2.6 Natural fibre reinforcement of PLA foams 

As reviewed in Chapter 2.3.2, relatively poor thermal resistance and low toughness are 

the two most significant drawbacks of PLA. Hence, natural fibres are frequently blended with 

PLA as reinforcement with aspiration to improve these mechanical properties. For instance, 

aiming to obtain crystalline PLA composites of high HDTs, the outstanding nucleating ability 

of natural-based basalt fibres has been employed by Tábi et al. [112]. Amongst natural 

polymers the association of cellulosic fibres—such as wood flour—with plastics is as old as 

the plastics technology itself, since the early 1900s the most abundant biomass resource on 

Earth has been considered as the still cheaper filling agent of the cheap plastics [113]. Not 

surprisingly, the diverse forms of cellulose are pronouncedly popular filler and reinforcing 

additives in modern biocomposites as well [114, 115, 116, 117]. 

Cellulose micro- and nanofibres, due to their large surface area, high modulus of 

elasticity and high aspect ratio, were investigated as reinforcements for PLA foams, most 

particularly for foams made via the sc-CO2-assisted batch process [118, 119, 120, 121, 122, 

123]. When natural fibres are added to a lightweight foam structure, achieving simultaneous 

improvement in mechanical performance along with other desirable properties might be quite 

complex. This is because the final properties of the foams are directly controlled by several 

factors including method of dispersion of filler in the polymer matrix, fibre orientation, voids 

and porosity, pore structure, adhesion, interfacial interactions between filler and polymer 

matrix, and the percentage weight concentration of filler used [123]. Accordingly, Ding et al. 

showed that cell density increases and expansion ratio decreases with increasing cellulose 

nanofibre content [122]. Most of the studies found that the addition of natural fibres resulted 

in decreased cell diameters due to enhanced melt strength and the increased number of 

heterogeneous nucleation sites of the fibre surfaces [118, 119, 120, 122]. Bergeret et al. found 

that fibre distribution within PLA matrix and fibre/matrix interactions have a direct impact on 

the rheological behaviour and therefore on the foam morphology, since local debonding at the 

fibre/matrix interface could induce gas loss that will decrease the cell growing ability, and on 

the other hand, a heterogeneous distribution of the cell size [119]. As an indication of poor 
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stress transfer across the interphase, Mathew et al. associated decreased strength with weak 

interfacial adhesion between microcrystalline cellulose and the PLA matrix [57]. 

However, cellulose-containing highly porous PLA foams produced by the continuous 

extrusion foaming method is rarely found in the literature. Whilst Matuana et al. produced 

PLA foams filled with 10–30% wood flour, their void fractions were around 20% [124]. The 

field of sc-CO2-assisted continuous foaming of cellulose fibre reinforced PLA is of scientific 

interest, also considering the favourable flame-retardant attributes of this multifunctional 

additive described later in Chapter 2.7.3. Thus, the comprehensive research into natural fibre 

reinforced extrusion-foamed PLA, perhaps comparing cellulose to inorganic reference 

additives (e.g., basalt fibre) is needed. 

2.7 Flame retardancy of polymers 

Today, high-tech applications demand polymers to have not only excellent mechanical 

properties but also increased fire safety in order to satisfy various regulatory standards. 

Ensuring fire safety is a prerequisite to deliver the maximum benefits of polymer products 

with regard to performance and sustainability [125]. This applies to E&E products, including 

household appliances (kitchen appliances, refrigerators, irons), information technology (audio 

and video equipment, laptops, printers, mobile phones), technical components (circuit boards, 

switches, connectors, fuse systems), cables, and wires. The requirements are also very strict in 

transportation industry as today's public transport takes place on high-speed and high-capacity 

railways, coaches, ships, and airplanes. A series of bus fire catastrophes in Europe called for 

increased safety in public transport. Twenty fatalities in a 2008 bus fire near Hannover has 

sensitised public opinion to this topic [126]. Sadly, several subsequent tragedies including the 

tragic 2017 Verona bus crash showed that the implementation of fire safety standards is far 

from satisfactory [127]. The building and construction sector is also notorious for fire 

catastrophes, the latest and most studied being the Grenfell Tower incident. On 14th June 

2017, a fire, reported to have started in a fridge-freezer in a fourth-floor apartment, broke out 

to ignite the recently installed façade system, after which it spread very rapidly around the 

outside of the building, and into almost all the other apartments, ultimately killing 72 

occupants [128]. An important lesson from the incident that fire-safe buildings need 

construction materials and products to be approved, installed and maintained responsibly and 

in accordance with all regulations [125]. In an era where highly functional plastic products 
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have been taking over the roles of other materials in our everyday life for decades, sustainable 

FRs and fire-safe products will always be considered key research areas. 

2.7.1 Main flame-retardant mechanisms 

Combustion of commodity plastics is a highly exothermic process in which 

hydrocarbons that make up the polymer chains are oxidised to CO2 and water. Combustion is 

a gas phase reaction, so the presence of their decomposition products in the gaseous state is 

also required for the ignition of the polymers. This takes place above 300°C, at which 

temperature some of the hydrogens in the macromolecule have so much thermal energy that 

they are abstracted from carbon atoms as a hydrogen radicals along with one electron of the 

covalent bond. In the presence of oxygen (O2), the hydrogen radical is converted to oxygen 

(O*) and hydroxyl radicals (HO*), which reacts with carbon monoxide to form CO2 and 

another hydrogen radical (H*). The hydrogen radical can react with more O2, to propagate the 

chain reaction. The heat generated during the exothermic reaction provides energy for the 

thermal decomposition of the polymer, and the reaction of free radicals maintains the reaction 

[129]. 

The flammability of polymers can be reduced by the use of flame-retardants (FRs). 

There are many groups of these additives depending on how they inhibit the combustion of 

the plastic. Some FRs functions by scavenging free radicals needed for the combustion-

sustaining reaction. The main representatives of this group are halogen-containing (bromine, 

Br, chlorine, Cl) organic compounds, which dissociate into free radicals in the gas phase at 

the combustion temperature, and then halide radicals (X*) are converted to hydrogen halides 

(HCl, HBr) by removing hydrogen from gaseous decomposition products. These gases are 

effective FRs because they react with H* and HO* radicals to form H2 and H2O gases and 

lower energy X* radicals, thus closing the combustion chain reaction [129]. However, 

halogenated FRs are now banned in most countries due to their impact on the environment 

and the human health [130]. The adverse health effects of halogen-containing additives will 

be discussed in Section 2.7.2. 

Other types of FRs are converted to non-combustible gases in an endothermic reaction 

at high temperatures, thereby cooling and diluting the reaction space. This group includes 

metal hydroxides. During the endothermic thermal decomposition of magnesium hydroxide 

and aluminium trihydrate (ATH), metal oxides and water are formed. The water vapor dilutes 

the reaction space, and the solid magnesium and aluminium oxide formed during the 
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decomposition form a surface protective layer on the burning plastic. Magnesium hydroxide 

must be used in large quantities for effective flame retardancy, which usually results in 

deterioration in the mechanical properties of the product. Another limitation of the use is that 

the decomposition temperature of magnesium hydroxide is in the temperature range used in 

the processing technologies of many polymer types (e.g., PP, PE, PLA), so the processing 

steps must be chosen carefully [129]. 

Compounds belonging to another group of FRs form a protective layer between the 

surface of the burning polymer and the gaseous decomposition products in order to reduce the 

heat flux to the surface, thereby inhibiting thermal decomposition. For example, phosphorus-

containing FRs are converted to phosphoric acid in the solid phase of oxygen-containing 

polymers, which removes water from the polymer, thereby forming a carbonised layer [131]. 

Decomposition products of phosphorus-containing FRs are less harmful to health and the 

environment than halogen-containing FRs, in addition, the amount of smoke generated during 

a fire significantly reduced. Health risks are also lower during the use phase of the product, as 

phosphorus‐based chemicals are also used as fertilisers or animal feed additives. Additives 

consisting of ammonium polyphosphate (APP), polyhydric alcohols (e.g., pentaerythritol) and 

nitrogen source (e.g., melamine) are collectively referred to as intumescent flame-retardant 

(IFR) additive systems [132]. Modus operandi of IFRs can be described as follows. Due to the 

large amounts of heat generated during the pyrolysis of the plastic, the components create a 

cellular, charred foam layer which can lead to a 700-800% increase in thickness. The layer 

foamed by the released inert nitrogen-containing gas separates the polymer from the flame, 

while the resulting phosphoric acid catalyses the dehydration of the polyol, creating additional 

charred material [133]. 

2.7.2 Flame retardancy of polymer foams 

Foams made from highly combustible polymers are much more flammable than the 

base material; due to the excellent thermal insulation of the cells, the high local temperature 

required for combustion develops faster after ignition, and the matrix material does not 

dissipate heat. High porosity foams have a high specific surface area, which also increases 

flammability. 

Since the 1970s, brominated FRs (PBDEs: polybrominated diphenyl ethers, HBCDs: 

hexabromocyclododecanes and TBBPA: tetrabromobisphenol A) have been favoured in 

household products, including foamed parts for furniture and baby toys, mattresses, textiles, 
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textiles, textiles insulation of houses [134]. In 1973, a polybrominated biphenyl FR called 

“Firemaster” was mistakenly mixed with a magnesium oxide called “Nutrimaster” and 

distributed as a feed supplement on farms in Michigan. The defect was discovered almost a 

year later when animals were observed to have lethargy, decreased milk production, and a 

sharp increase in the number of calves born with the disorder. [135]. As a result of the 

incident, one and a half million chickens, more than 30,000 cattle, almost 6,000 pigs and 

approx. 1,500 lambs were forcibly slaughtered. Symptoms later appeared among the 

Michigan population and have been the subject of debate for a long time. Since then, PBDE, 

HBCD, and TBBPA FRs have been shown to cause endocrine disruption and infertility, 

damage the nervous system, and carcinogens, among other things. Because they are apolar 

molecules, they accumulate in adipose tissue, so they can also be found in mammalian high-

fat milk. Unfortunately, it is not only the citizens of Michigan that were and still are exposed 

to the above halogenated flame-retardants. Although their use has already been banned in 

most countries, they are still found in long life cycle plastic items (e.g., insulation materials, 

old sofas and computers). These additive flame-retardants migrate out of the products and 

accumulate in the form of indoor dust particles, so that contaminated dust can enter the body 

during inhalation or ingestion (especially in young children). [134]. The recycling of polymer 

foams is also hampered by halogenated FRs, only halogen-contaminated products can be 

produced by reclaiming the raw materials, and air polluting by-products can be produced by 

incineration. 

As pentabromodiphenyl ether (PentaBDE) used in FR PU foams was banned in 2005 

and HBCD used to reduce the flammability of PS foams was banned in 2015 [136], plastics 

manufacturers started using other halogenated flame-retardants in the absence of a suitable 

alternative. These include tris (1,3-dichloro-2-propyl) phosphate (TDCPP) and tris (2,3-

dibromopropyl) phosphate (TDBPP), which may have the same detrimental consequences as 

their predecessors. [137]. The development of new generation, environmentally and health-

friendly FRs for polymer foams is quite an important issue today. A promising approach is the 

nanocomposite technology mentioned above, which, in addition to flame retardancy, can also 

have a positive impact on mechanical properties (nucleating effect). Intumescent FR additive 

systems can also be used in PU foams [138], BS-coated expanding beads or coating the entire 

foam body can also provide a solution to reduce the flammability of EPS foams [139]. 

After the banning of less flammable freon (CFCl3, CF2Cl2) physical blowing agents, 

the pentane that replaced them significantly increased the flammability of EPS (and other) 
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foams. This effect can be offset by the addition of high-efficiency (but banned) HBCD 

already in the range of 0.8-4%, but much more of the intumescent flame-retardants have to be 

applied in order for the foam to meet strict safety standards. It is important that the 

mechanical properties of the product do not deteriorate as much as possible as a result of the 

additives [140]. 

In PP foams, IFR additive systems are applicable, although the association of the 

hydrophilic APP with PP can lead to considerable decrease in mechanical properties. 

Recently, Huang et al. improved IFR dispersion thus mechanical properties of PP/IFR blends 

by sc-CO2-assisted extrusion foaming [141]. In another study, they prepared low density 

(∼0.08 g cm−3) anisotropic PP/IFR foams that could self-extinguish within 2 s after 60 s of 

combustion at only 25 wt% IFR due to its uniform dispersion, and also exhibit greatly 

enhanced mechanical properties, reaching specific stiffness as high as ∼1813 MPa/(g cm−3) 

[142]. 

2.7.3 Flame retardancy of PLA 

To reduce the flammability of PLA, two basic methods are distinguished: either by 

mixing (compounding) FR additives into the polymer matrix, or by copolymerizing the PLA 

with reactive comonomers. The latter method is less common due to its cost. 

Almost all of the additive type FRs are suitable for reducing the flammability of PLA 

[143]. Nishida prepared PLA/ATH mixtures that required 50–65% w/w ATH for proper flame 

retardancy [144]. However, the large amount of additive led to a significant deterioration of 

the mechanical properties. Kiuchi et al. achieved a V-0 rating in the UL-94 flammability test 

of PLA composites while reducing the ATH content using a combination of 10% w/w 

phenolic resin and 44.5% w/w ATH. [145]. Tang et al. achieved UL-94 V-0 rating using 20% 

w/w aluminium hypophosphite (AHP), and Cone calorimeter measurements showed reduced 

heat release rate [146]. Due to the poor compatibility between the AHP particles and the PLA 

matrix, the mechanical properties also deteriorated in their case. The moderate FR efficiency 

of the inorganic materials presented so far has encouraged researchers to develop new FR 

oligomers and branched chain polymers based on organic syntheses. After the synthesis of 

poly(1, 2-propanediol-2-carboxyethyl phenyl phosphinate) (PCPP) and direct compounding 

with PLA, Lin et al. measured the limiting oxygen index (LOI) of the samples. Due to the 

10% m/m organic FR additive, the LOI increased from 19.7% to 28.2 vol% [147]. Li et al. 

prepared FR PLA composites using a branched polyphosphamide ester oligomer (HBPE). The 
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extraordinary efficiency of HBPE is shown by the fact that the FR PLA composite achieved 

UL-94 V-0 classification and an LOI value as high as 33% [148]. 

The IFR additive systems described earlier have also been shown to be effective in a 

PLA matrix. Song et al. used PEG in addition to APP as a charring agent to simultaneously 

improve flame retardancy and toughness of PLA [149]. Bocz et al. created self-reinforced 

PLA composites, and by adding FRs to the system brittleness and flammability were 

simultaneously reduced. Composites containing 16% w/w FR (10:1 by weight APP and 

MMT) resulted in an LOI of 34% by volume and a UL-94 V-0 rating, and the FR content also 

improved impact resistance [67]. 

Numerous research projects are aimed at replacing petroleum-based pentaerythritol, 

most commonly used as carbonizing agent in IFR systems, with components originating from 

renewable resources. Reti et al. used lignin and starch in addition to APP, reaching an LOI of 

32% for the optimal composition (60% PLA, 12% APP, 28% starch) [150]. X. Wang et al. 

achieved a LOI of 41% and a UL-94 V-0 rating for PLA composites containing 20% w/w 

microencapsulated APP and 10% w/w starch [151]. Pack et al. prepared PLA mixtures 

containing resorcinol bis(diphenyl phosphate) (RDP) oligomer-treated starch, MMT, and 

halloysite. Starch treated with phosphorus-containing FR promoted the formation of a carbon 

protective layer, which became more compact due to nanoadditives [152]. Cellulose, which, 

similarly to starch, is of renewable origin and the macromolecule contains many hydroxyl 

groups; therefore, it can also be used as a charring agent in IFR systems. Gaan and Sun 

treated cellulose-based natural fibres with phosphorus-containing materials and investigated 

their effect on flammability. The most effective FR additive was diammonium phosphate 

(DAP), which increased the LOI of natural fibres from 18.5% to 35.5% when used at 4% 

w/w. [153]. Grexa and Lübke investigated the flammability of lignocellulose-based chipboard 

in the presence of various FR additives. Cone calorimetric studies have shown that the best 

FR effect can be achieved with a combination of monoammonium phosphate (MAP) and 

boric acid (BA) [154]. 

Nanocomposite technology is also of increased interest among researchers of FR PLA 

composites, as nanoadditives usually result in significant improvements in the FR and other 

properties of the polymer, even in small amounts (3-5%). Materials possessing potential FR 

activity include CNT, MMT, graphene, expandable graphite, layered double hydroxides and 

sepiolite. Isitman and Kay investigated the effect of nano-additive geometry in aluminium 

phosphine-containing PLA nanocomposites [155]. The FR efficiency improved in the 
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direction of rod-shaped halloysite < spherical nanosilicate < plate-like MMT, reflecting the 

dominant role of the specific surface area. Fontaine and Bourbigot compared the efficacy of 

Cloisite 30B type MMT with multiwalled CNTs. MMT showed a synergistic effect in 

combination with an IFR additive, but CNTs resulted in antagonistic effect [156]. Li et al. 

combined IFR additive system with MMT to improve FR effect and melt strength [157]. Melt 

flow index (MFI) and viscosity measurements showed that the tendency of the composite to 

drip during combustion was significantly reduced. 

2.7.4 Flame retarded PLA foams and their properties 

Flame retardancy of PLA foams is a special, new field of research, thus only a limited 

number of literature sources are available. J. Wang et al. prepared PLA foams containing 15-

25% w/w halogen-free flame-retardant and 1-5% w/w starch by batch foaming, using CO2 as 

blowing agent [158]. At a FR content of 15% w/w, an expansion ratio of 16 was achieved. 

This ratio decreased to 10 with the addition of 1% w/w starch, and deteriorated significantly 

with increasing amount of additive, with the addition of 5% m/m starch, each product showed 

a maximum 3-fold expansion. Foams with the best FR efficiency (LOI of 26.4%) were 

obtained at a starch content of 3% m/m, and with a FR ratio of 15% w/w, respectively. During 

the UL-94 horizontal flammability test, these foams self-extinguished, however, the authors 

did not publish the UL-94 classification for flame-retardant PLA foams. Nonetheless, the 

dense PLA/FR/starch composites used as the matrix material for the foams were rated V-0. 

The foams containing 3% w/w starch and 15% w/w flame-retardant had an average cell size 

of 95 μm and an expansion ratio of around 8. K. Wang et al. also produced PLA foams 

containing 5-30% w/w FR and 0.5-1.5% w/w graphene by CO2-assisted batch foaming [159]. 

Foaming was carried out at 60–80°C with a CO2 pressure of 4.0 MPa previously maintained 

for 12 hours to ensure equilibrium adsorption. For foams foamed at 70°C with a FR content of 

15% w/w, an expansion ratio of 16.5 was achieved, which was reduced to 7.5 by the addition 

of 0.5% w/w graphene. For foams containing 15% w/w FR, the LOI increased to 24.8% from 

18.2% of the non-FR PLA foam. Both authors used the flame-retardant additive 100D 

(Starbetter, China), which contains 21% nitrogen, 23% phosphorus, and has a decomposition 

temperature above 260°C. It should be noted that the foams produced by the two authors did 

not show a uniform cell structure because the FR particles did not accelerate cell nucleation 

due to their large size. However, during cell growth, they caused the cell walls to open, the 

bubbles to merge, resulting in a heterogeneous cell distribution. The authors did not study the 
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mechanical properties of the foams, where the role of morphology is prominent, and the 

shortcomings of the foam structure are clearly distinguished. 

In Section 2.6.2, we saw that the flame retardancy of bulk PLA can be solved with IFR 

additive systems, and their efficiency can be increased with nanoadditives (e.g., MMT). The 

use of environmentally friendly flame-retardants can further extend the PLA foams’ 

advantages over conventional (PU, PS) foams. APP itself, for example, degrades in the 

environment and is also used as a fertiliser in agriculture, so it is unlikely to inhibit the 

biodegradability of PLA. In addition, no adverse health effects of APP are known [160]. 

2.8 Self-reinforced polymer composites 

2.8.1 Rationale, advantages, disadvantages 

As reviewed in the preceding chapters, the foaming of polymeric materials is a popular 

and effective means of manufacturing lightweight products. However, foams or even 

structural foams are not fit to be used in certain applications demanding high-end mechanical 

properties, like protective covering panels of sports equipment, suitcases, or vehicle parts 

(Figure 2.11 a). Other lightweight materials, such as polymer composites are more suitable for 

these purposes, offering load-bearing capability in privileged directions, depending on the 

design of the reinforcement. The concept of self-reinforced composites (SRCs) is based on the 

combination of thermoplastic fibres as a reinforcement phase within an isotropic 

thermoplastic matrix of the same (or a similar) chemical composition. In a broader sense, both 

the reinforcing and matrix materials belong to the same polymer family [161]. This approach 

was first outlined by Capiati and Porter [162], referred to as “one polymer composite”, 

exploiting the difference between high-density polyethylene (HDPE) filaments and non-

treated HDPE matrix. 

 
Figure 2.11 a) Self-reinforced composite applications (Source: Pure®, Curv®) b) wind turbine 

blades being landfilled 
 

a) b) 
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The advantages of SRC systems include the ability to achieve outstanding interfacial 

adhesion between the chemically similar components [163]. The ease of recycling also has to 

be emphasised as they represent likely the best recycling option when reprocessing via 

remelting is targeted [8]. In contrast, the reprocessing of fibreglass, aramid, carbon, basalt, or 

steel fibre reinforced composites is rather complicated, often predestining the products to be 

landfilled for the lack of a more sustainable waste treatment option (Figure 2.11 b). 

Furthermore, the density of the thermoplastic fibres in SRCs is smaller than that of the fibre 

reinforcement in conventional composites, making them more attractive alternatives for 

lightweight applications, also taking into account the reduced consumption of a vehicle or the 

better user experience of a product (Figure 2.11 a). Additionally, when prepared from a 

biodegradable polymer, both matrix and reinforcement phases of the SRC can be fully 

decomposed at the end of their service life or after several recycling loops [164]. 

On the other hand, thermoplastic fibres are inherently thermally unstable, this must 

always be kept in mind when designing, processing, or applying self-reinforced polymer 

composites [161]. A mayor deficiency of SRCs is that, whether based on fossil or renewable 

resources, thermoplastics are flammable materials [164]. Moreover, thermoplastic 

reinforcement will always be prone to lose their stress-bearing ability at high temperatures (up 

to their Tm). The difference between the Tm of the fibres and the matrix (or the surface and the 

core of the fibre when no matrix is used) is of key importance in SR technologies. The choice 

of polymer systems used as well as the choice self-reinforcement technology applied defines 

the boundaries of the manufacturing parameters, also called as processing window. Since this 

feasibility window is finite, the process parameters must be controlled accurately, and a less 

robust manufacturing method can be expensive to operate [161]. 

2.8.2 Methods of SRC production 

The manufacturing of SRCs may be achieved by a variety of techniques, generally the 

reinforcement and matrix phases are consolidated by either thermal or solvent-based methods 

[161]. In their review, Kmetty and co-workers classified SRCs according to their constituents, 

their production and the spatial alignment of the reinforcing phase inside the matrix [8]. As 

the focus of the present literature review is on biopolymer composites, only the main 

production methods will be introduced without claiming completeness. 

2.8.2.1 Consolidation of coextruded tapes 

To widen the processing window, Peijs developed a coextrusion method to apply a 

copolymer on both sides of a PP homopolymer [165]. Via coextrusion, both the reinforcement 
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and matrix phases can be produced at the same time. The Tm difference between the two 

constituents reached 20-30°C due to the less regular molecular structure of the copolymer. 

During manufacturing, the similarity of the core and skin polymers eventuates in melt 

entanglement and an excellent bond between the layers within a single tape. A further 

advantage of this method is that the stretching of the coextruded tapes results in high-strength, 

high-modulus tapes, allowing a reinforcement content of 80–90% in some cases [8, 166]. 

 
Figure 2.12 Consolidation of coextruded tapes [161] 

 

2.8.2.2 Melt, powder or solution impregnation 

Several techniques exist for introduction of a polymer matrix phase into a polymer 

fibre structure, as shown schematically in Figure 2.13. During melt impregnation, the polymer 

melt is forced to flow around the fibres similar to a resin infusion process used in 

conventional composite manufacturing [161]. This technique requires very low matrix melt 

viscosity, thus elevated mould temperature, and an adequate processing window. As the 

inherently high viscosity of thermoplastic matrices makes the proper consolidation 

challenging, other methods were developed, namely powder and solution impregnation [167, 

168, 169]. 

       
Figure 2.13 Schematic illustration of melt, powder, and solution impregnation (grey: matrix, dark 

grey: reinforcement) [161] 
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In the following step, pressure may be applied to the impregnated composite to ensure 

good consolidation and the closure of any voids due to trapped air. Upon cooling, this 

polymer melt becomes the matrix phase of the composite, while the fibres withstand 

processing without significant deterioration of mechanical properties, and so remain as the 

reinforcement phase of the composite [161]. Most of the authors described the consolidation 

of reinforcing and matrix phases in a compression moulding process or in an injection 

moulding apparatus. 

2.8.2.3 Film stacking 

As mentioned earlier, Capiati and Porter introduced the concept of single polymer 

composites, embedding PE fibres in a matrix of a similar polymer [162]. Mead and Porter 

further developed this technique by laminating highly oriented HDPE strips between films of 

low-density polyethylene (LDPE) [170]. The relatively large difference in melting 

temperature between the two constituents (~25°C) was exploited to achieve HDPE 

reinforcements embedded in a LDPE matrix. This method of reinforcement and film stacking 

(Figure 2.14) was reported in several subsequent publications [8, 67, 161, 171]. The 

difference compared to the previously described melt impregnation technology is that the 

matrix phase does not need to be forced in between the reinforcing phase from outside the 

mould, the matrix films are pre-arranged amongst the fibre layers. Hence, the concept 

minimises the risk of variable product properties along the cross-section, caused by filtration 

of solid additives on the reinforcing phase [172]. Due to the great variety of polymer films 

with suitable thickness, fibre volume fractions can be relatively high and well controlled. As 

any type of planar fibre orientation (uni- and bidirectional), woven fabrics and random fibre 

mats can be used, a diverse group of SRCs can be manufactured this way. Izer and Bárány 

investigated carded and needle-punched fibrous mat as well as knitted fabrics destined to 

become the matrix phase, instead of interleaving polymer films [173]. The production of their 

single-component SRCs was possible because of the different degree of fibre orientation 

(stretching ratio), although the processing window was as narrow as 7-8°C. 

    
Figure 2.14 Schematic illustration of the film stacking technique [8] 
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2.8.2.4 Hot compaction 

Hot compaction is one of the most challenging modes of SRC preparation. The 

relatively new method was developed by Ward et al. [174, 175]. They found that the surface 

and core of oriented PE fibres showed different melting behaviours and exploited this 

phenomenon to melt the outer layer of the fibres and tapes, which became the matrix after 

crystallisation. The residual core section of the fibres and tapes acted as the reinforcement in 

the produced SRC (Figure 2.15). The challenging nature of the partial melting of single-

component polymeric systems comes understandably from the very narrow processing 

window. In a paper of Ward et al. the width of the feasible temperature range was around 4–

6°C [176]. As the compaction temperature approaches the melting temperature of the fibre, 

the transverse strength of composites with unidirectionally aligned (i.e. 1D) reinforcement 

increases, although in exchange for the stiffness and strength measured in the longitudinal 

direction [8]. Due to the vide variety of polymers and form of reinforcements, the production 

of SRCs via hot compaction is largely an empirical process during which the processing 

parameters of pressure, temperature and time are varied until the desired properties are 

obtained [163]. 

 
Figure 2.15 Schematic illustration of hot compaction technique [161] 

It was found by Hine et al. that the processing temperature for fabrics (two 

dimensional, 2D reinforcement) was higher than for 1D-aligned fibres. This applies because 

an assembly of woven fabrics has more interstitial space to be filled with the matrix than a 

parallelised 1D fibre one [177]. Based on tensile tests and detailed morphological studies, the 

authors deduced that the final matrix content should be between 20 and 30% in order to set 

optimum properties for SRPMs from woven fabric layers. It was also emphasised that the 

processing window for 2D fabrics is even smaller than that for 1D fibres or tapes [8]. 

2.8.3 Self-reinforced PLA composites 

During the late 1980s and the early ‘90s, bioabsorbable screws, rods, and implants 

were developed for fracture fixation in the medical field, using PLA reinforcement and 

matrix, thus ceasing the need for surgical removal [178, 179, 180]. Later, the use of PLA as 

an engineering resin (viz. outside the medical industry) got into the focus of materials 

research. In order to improve the inherently low HDT and impact resistance of PLA, while 
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ensuring reprocessability and complete biodegradability of the product, the utilisation of SR 

techniques was comprehensively studied in the last three decades. 

The literature shows that the reinforcement of PLA SRCs was mostly manufactured 

via conventional fibre production technologies, ie. melt spinning and drawing [67, 181, 182]. 

Highly crystalline PLA fibres and amorphous matrix films were formed into SRCs using the 

film stacking method [182, 183]. Flame retarded PLA SRCs were manufactured by film 

stacking, using cross-ply configuration of filament layers, obtaining a perforation energy of 

16 J/mm and a self-extinguishing behaviour [67]. Hot compaction technique (95°C, 9 MPa, 

10 min) was applied by Wright‐Charlesworth et al. to develop unidirectional SRC specimens 

from PLA fibres melt-spun by the authors [184, 185]. Commercially available melt-spun PLA 

yarns were utilised by Wu et al. to prepare hot compacted PLA SRCs from three dimensional 

and five-direction braided preforms [186]. 

Electrospun stereocomplex nanofibres were proposed to be useful for increasing the 

processing temperature window of PLA SRCs [163]. Such fibrous material was produced by 

Tsuji et al. thus increasing the Tm to about 222°C, in contrast to the Tm (178°C) of PLLA 

fibres [187]. Kurokawa et al. compiled highly transparent SRCs using compression moulded 

PLLA sheets and electrospun stereocomplex PLA fibres by applying a compaction pressure of 

8 MPa at 180°C [188]. Somord et al. used the electrospinning technique as well to produce 

reinforcement for their PLA SRCs [189, 190]. Both Kurokawa et al. and Somord et al. took 

advantage of a heat treatment step, characterisations on the products were conducted after the 

drying process at 100°C, 2 h [188] or 50°C, in the presence of ethanol solvent [189]. While 

Somord et al. failed to mention that an annealing process could also occur during heat 

treatment, Kurokawa et al. acknowledged the annealing effect of the drying process on the 

completely amorphous electrospun fibres proven by WAXS analysis. The composites were 

manufactured via hot compaction of the PLA fibres, applying 165°C, 6 MPa and a 

compression timeframe of 10–60 s. Tumbic et al. studied the hot compaction of PLA and PCL 

fibres produced by dual electrospinning [191]. After post-production treatments of straining 

and annealing, the fibres were pressed at 90°C, 1.2 MPa for 1 min. 

As the physical properties of PLA SRCs are highly dependent on their reinforcement, 

fibre production methods will be reviewed and compared in the following chapter with special 

attention on the recently discussed research papers. 
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2.8.4 Fibre production methods for self-reinforced PLA composites 

The use of fibres as reinforcing phase of composites is based on the recognition that a 

smaller diameter specimen contains smaller amounts of defects; thus the most effective 

reinforcement is obtained from a fibre with the smallest possible diameter (size effect) [192, 

193]. This phenomenon is well illustrated by the fact that the strength of glass fibres or carbon 

fibres increases significantly with decreasing diameter. Another reason for fibre reinforcement 

is the increased specific surface area at the interface that has a decisive effect on the 

mechanical properties of the composite [95]. The industrial and experimental production of 

polymeric fibre reinforcement is well described in the literature. Spinning is a term used to 

describe processing methods conventionally using spinneret-extrusions to produce continuous 

polymeric fibres. Spinneret-extrusion spinning methods can be classified according to the 

physical form of the raw material, namely melt spinning, solution spinning, and emulsion 

spinning. Melt spinning includes traditional melt spinning, melt-blowing, multicomponent 

conjugate nanospinning via the island–sea method or the segmented pie method. Solution 

spinning comprises dry spinning, conventional wet spinning, sheared wet nanospinning 

(XanoShear™), and gel spinning. Moreover, film splitting, drawing and thermal size-

reduction process, centrifugal spinning are representative methods able to process both fibre-

forming polymer melts and solutions [194]. 

During the melt spinning method, a polymer melt is extruded through small orifices in 

a spinneret and drawn into thin (mostly macro-scale) fibres by a uniaxial drawing process 

[163]. PLA successfully bridges the gap between natural and synthetic fibres and finds its use 

in the textile and composite industry. Compared to PET, PLA have lower smoke generation, 

specific gravity, and melting temperature allowing easier processability. Its elastic recovery is 

superior to PET (at 5% strain) leading to good shape retention. PLA’s lower refractive index 

means that deeper shades can be achieved, using a given concentration of disperse dye, 

furthermore, it is highly resistant to degradation by ultraviolet radiation [192]. With that being 

said, the interchain interactions in apolar polymers are relatively weak and therefore a high 

degree of drawability can be obtained. Polar polymers including PLA, on the other hand, have 

relatively strong interchain interactions and are therefore less drawable [163]. Mäkelä et al. 

accomplished melt spinning under a dry nitrogen atmosphere using a single screw extruder 

having a tapered spinning die with a die exit diameter of 1.0 or 1.5 mm, heated to 230°C 

[181]. Melt-spun monofilaments were drawn to a final draw ratio of 7 in two consecutive 

ovens at 120°C and 140°C, using feed and take-up rolls, rotating at different speeds. The final 



 

 

49 

 

mean diameters of the filaments were 0.3, 0.5 and 0.7 mm. Wright‐Charlesworth et al. 

produced oriented PLA fibres for their hot compacted SRCs by an extrusion process [184]. 

The extrudate was wound onto an 18‐inch‐diameter drum rotating at approximately 360 rpm, 

resulting in a linear velocity of 8.6 m/s. Detailed characteristics of the fibres were published in 

their subsequent paper, diameters of 100.56 ± 8.06 (n=10) μm and tensile strengths of 116.18 

± 7.63 MPa (n = 6) were reported [185]. 

Amongst nanomaterial forming methods, electrospinning (ES) employs a top-down 

engineering approach, reducing a meso-scale charged fluid jet to nano-scale fibres as an effect 

of a high electric field [194, 195]. This technique was discovered at the dawn of the 1900s by 

Morton and Cooley and has been developed further for over a century [196, 197, 198]. In the 

late 1930s, I. V. Petryanov-Sokolov and co-workers developed electrospun filtration medium 

known as “Petryanov filters” [194, 199, 200]. However, the nanofibrous characteristics of 

these materials and their significance in different fields were only recognised after the 

widespread availability of scanning electron microscopy [201]. From 1995, an increasing rate 

of published scientific contributions can be observed on laboratory-scale ES development, 

including the production of PLA fibres. 

The ES technique used by Somord et al. reached a productivity rate of 0.32 g/h, 

nanofibrous PLA mats weighing 0.8 g were produced within a 2.5 h period [189]. The 

maximum productivity of the dual ES put into use by Tumbic et al. was 0.56 g/h, 1.77 ± 0.37 

μm (n = 100) diameter fibres were collected on a metallic mandrel rotating at a speed of 4000 

rpm. Tsuji et al. electrospun PLLA/PDLA stereocomplex nanofibres and PLLA microfibres 

with a productivity rate of 0.1 ml/min [187]. PLLA fibres with diameters of 1.7–2.7 and 1.0–

1.8 µm were formed at voltages of -12 and -25 kV, respectively, whereas the blend fibres with 

diameters of 800–1400 nm and 400–970 nm were obtained at the applied voltages of -12 

and -25 kV. They found that higher voltage and electrically induced high shearing force 

during ES enhanced the formation of stereocomplex crystallites. Conventional solution-

spinning method and a melt-spinning method were also used to prepare stereocomplex PLA 

fibres with diameters of 60–180 µm and 20–500 µm, respectively [202, 203]. Kurokawa et al. 

managed to prepare electrospun stereocomplex PLA nanofibres with a productivity of 1.0 

ml/h, a PLA solute concentration of 7 wt%, and applying 15 kV [188]. The ES conditions 

were optimized in a previous study [204]. Regarding the reported productivities, the industrial 

applicability of SCRs based on micro- or nanofibrous PLA mats are questionable, higher 

throughput and scaled-up fibre production methods would be advantageous. 



 

 

50 

 

Melt-blowing or melt-blown (MB) technology is a higher productivity means of 

plastic fibre production, dating back to the work of V. A. Wente at the Naval Research 

Laboratory, later developed by the Exxon Corporation [205, 206]. During the one-step MB 

process, a thermoplastic polymer is blown by convergent streams of hot air exiting from the 

top and bottom side of the die orifices to form extremely fine diameter fibres. The fibres 

attenuated by the drag force are subsequently blown by the high-velocity air onto a collector 

screen, thus forming a self-bonded, nonwoven MB web [207]. Due to the industrial relevance 

of this technology, a few studies were focused on MB PLA fibres. Müller and Krobjilowski 

pioneered this field in 2001, showing the challenging nature of biopolymer fibres 

manufacturing by MB [207]. In contrast to PP—the major resin used in MB—characterised by 

low molecular weight and viscosity, rheological behaviours of biodegradable polymers give a 

strong restriction for extrusion though micro-scale size orifices. However, PLA could be 

processed into fibres of similar diameter as PP (~10 µm) at 200–220°C. Later, NatureWorks 

introduced their new IngeoTM PLA grade for melt-blown nonwoven production [208]. 

 
Figure 2.16 Slot (Exxon) melt-blowing die and sectioned view thereof [205, 206] 

 

Liu et al. further investigated the process of PLA MB and found that key parameters 

include melt temperature, hot air temperature, and air gap width [209]. According to their 

studies, the spinneret holes might be partially blocked below 200°C melt temperature, 

resulting in uneven structure. On the other hand, above 230°C, the fibres become very brittle 

due to thermal degradation. Hot air temperatures of 250–300°C were applied, the upper limit 

happened to be the beginning of degradation as well. Yu et al. used NatureWorks Ingeo® 

6252D grade PLLA blended with 0.1–5 wt% PDLA supplied by Changchun SinoBiomaterials 

for MB PLA fibres with stereocomplex crystalline domains [210]. The MB process was 

conducted on a coat-hanger die with 0.35 mm holes placed at a distance of 30 cm from the 

collector, die temperatures were in the range of 200–240°C. The presence of PDLA improved 

the mechanical properties of MB PLA nonwoven, tensile strength and modulus values 
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between 0.54–1.69 MPa and 19.59–69.89 MPa were reported, respectively. Hammonds et al. 

managed to produce sub-micron MB PLA fibres using a 25.4 µm diameter die [211]. The 

authors investigated the different crystal structures formed during MB and found that α crystal 

content and tensile strength of the nonwoven micro- and nanofibres increased with higher 

airflow. Most recently, Jafari et al. produced MB PLA nonwoven filter media from IngeoTM 

grade 6260D [212]. To the best of our knowledge, MB PLA fibres were not studied as 

reinforcements of SRCs. 

2.9 Summary of the literature review 

The reviewed literature sources and data suggest that the development of lightweight 

PLA products is a research area of paramount importance. Considering the aspects of 

sustainable development, it seems obvious that the future use of advanced PLA products 

could be a solution to many environmental problems generated by the rising standard of 

living. Compared to conventional plastic products, they require less raw material to produce, 

and the resources used for this are not fossil-based but renewable. 

To be more than just a raw material of disposable articles and to become more applied 

in durable technical products, PLA have to be modified to improve its properties. Foaming of 

PLA can increase the impact energy absorption of the product, reduce its apparent density and 

bring other beneficial properties (thermal and sound insulation) to the fore. However, the 

utilisation of PLA, being a relatively flammable organic polymer, is quite challenging as the 

vast majority of durable products need to comply with strict safety regulations. This particular 

drawback is even more pronounced for PLA foams of high void fraction. Based on the 

examined literature, there might be a few possibilities to adequately flame retard even highly 

porous PLA foams by exploiting synergistic flame-retardant effects of nanoadditives (e.g., 

montmorillonite) and IFRs. Other environmentally friendly additives such as cellulose could 

also enhance flame-retardant properties through their beneficious charring activity. Both 

montmorillonite and cellulose are naturally occurring, inexpensive and multifunctional 

additives which exhibit reinforcing, flame-retardant, foam cell nucleating and crystal 

nucleating properties in PLA foams, albeit these approaches were only investigated using 

batch foaming technology. Continuous processes such as sc-CO2 assisted extrusion foaming 

methods also have their own challenges, both melt strength and crystallisation kinetics of 

PLA needs to be optimized. Supplementary additives such as FRs or natural fibre 

reinforcement further complicates the system, representing additional scientific tasks and thus 

potential advances in the field. 



 

 

52 

 

Self-reinforcement is a promising means of producing impact resistant and lightweight 

composites from biopolymers without compromising their reprocessability or 

biodegradability. As novel SR solutions demand a better understanding of fibre production, a 

wide variety of techniques were reviewed including melt spinning, electrospinning, and melt-

blowing. A very few examples of the latter two methods were recorded in the literature when 

considering them as means of reinforcement manufacturing for all-PLA composites. The 

fibres thus made with smaller diameters and higher specific surface area might improve 

interfacial adhesion. It was also found crucial to comprehensively examine the crystalline 

structure of the reinforcing fibres, as different crystalline forms or even stereocomplex crystal 

domains may be key factors in SR PLA composites. 

In an era where there is ever more research works are being published, it is virtually 

impossible to review every single relevant article. Even so, putting research in context is of 

key importance, I hope that this brief (still quite comprehensive) literature review could 

manage to fulfil its purpose. Before the distinguished research projects discussed in the 

following chapters, the aims, topicality, and a narrower context of that particular field will 

also be given. 

3 THESIS OVERVIEW, CHALLENGES TO BE ADDRESSED 

Considering the potential scientific novelties and open questions identified in the 

literature review, the following objectives and experiments were defined: 

- Improving the foamability of PLA by appropriate additives 

- Elaboration and development of sc-CO2 assisted extrusion foaming technology of PLA  

- Investigation of natural fibre reinforcement for PLA foams 

- Development of FR PLA foams using IFR additive system 

- Development of FR-treated natural charring agent for FR PLA foams 

- Upscaling of PLA nano- and microfibre production methods to be used as 

reinforcement in PLA SRCs 

- Examining of the annealing of PLA fibres to achieve increased heat resistance 

- Comparison of different annealing methods of PLA microfibres 

- Quantitative and qualitative analysis of the PLA crystallites in recrystallised fibres 

- Preparation of PLA SRCs from nano- and microfibres and characterisation thereof 
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4 MATERIALS AND METHODS 

4.1 Materials 

During the research work the following materials were used. 

PLA grades 

Table 4.1 Summary of the applied PLA types 

Material 

(abbreviation) 

Brand/ 

Type name 

Producer/supplier Characteristics 

poly(lactic acid) 

(PLA) 

Ingeo™ 

Biopolymer 

3052D 

NatureWorks LLC 

(Minnetonka, MN, USA) 

Tm = 145-160°C, Mw = 116,000 

g/mol, MFR = 14 g/10 min 

(210°C, 2.16 kg), D-lactide 

content = 4.0% 

poly(lactic acid) 

(PLA) 

Ingeo™ 

Biopolymer 

3001D 

NatureWorks LLC 

(Minnetonka, MN, USA) 

Tm = 160-175°C*, MFR = 22 

g/10 min (210°C, 2.16 kg), D-

lactide content = 1.4% 

poly(lactic acid) 

(PLA) 

Ingeo™ 

Biopolymer 

3100HP 

NatureWorks LLC 

(Minnetonka, MN, USA) 

Tm = 165-180°C*, MFR = 24 

g/10 min (210°C, 2.16 kg), D-

lactide content = 0.5% 

poly(lactic acid) 

(PLA) 

Ingeo™ 

Biopolymer 

8052D 

NatureWorks LLC 

(Minnetonka, MN, USA) 

Tm = 145-160°C, MFR = 14 g/10 

min (210°C, 2.16 kg) 

* Estimated based on differential scanning calorimetry (DSC) measurements. 

 

Additives 

Table 4.2 Summary of the applied additive materials 

Material 

(abbreviation) 

Brand/ 

Type name 

Producer/supplier Characteristics 

chain extender 

(CE) 

Joncryl 

ADR4368-C 

BASF SE 

(Lugwigshafen, 

Germany) 

Mw = 6800 g/mol, epoxy 

equivalent weight = 285 g/mol 

talc (T) HTPultra5 L IMI FABI SpA 

(Postalesio, Italy) 

median diameter = 0.65 µm 
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montmorillonite 

(MMT) 

Cloisite 116® BYK-Chemie GmbH, 

(Moosburg, Germany) 

non-treated nucleating agent 

cellulose fibre Arbocel 

BWW40, 

J. Rettenmaier & 

Söhne GmbH 

(Rosenberg, Germany) 

fibre length = 200 µm, fibre 

diameter = 20 µm 

ultrafine cellulose 

fibre 

Arbocel 

UFC100 J. 

J. Rettenmaier & 

Söhne GmbH, 

Rosenberg, Germany) 

average fibre length = 8 µm, bio-

based charring agent and potential 

reinforcement 

basalt fibre 150tex13-I Basaltex KVT linear density = 150 tex, filament 

diameter = 13 μm, initial fibre 

length = 10 mm 

intumescent flame-

retardant agent 

(IFR) 

Exolit AP462 Clariant GmbH 

(Frankfurt am Main, 

Germany) 

melamine formaldehyde resin 

micro-encapsulated ammonium 

polyphosphate (APP) based IFR 

 

Chemicals 

Table 4.3 Summary of other applied chemicals 

Material 

(abbreviation) 

Brand/ 

Type name 

Producer/supplier Characteristics 

diammonium 

phosphate (DAP) 

- Sigma-Aldrich Co. (St. 

Louis, MO, USA) 

FR treatment for cellulose fibres 

boric acid (BA) - Merck KGaA 

(Darmstadt, Germany) 

FR treatment for cellulose fibres 

ethanol - Merck Ltd. 

(Budapest, Hungary) 

99.5% (for synthesis) 

annealing medium 

dichloromethane - Merck Ltd. 

(Budapest, Hungary) 

99.0%, solvent for PLA 

electrospinning 

carbon dioxide 

(CO2) 

- Linde Gas Hungary 

Co. Cltd. 

purity: 99,98%, physical blowing 

agent 

 

  



 

 

55 

 

4.2 Equipment used for sample preparation 

4.2.1 Melt compounding 

PLA mixtures were prepared by using a Labtech Scientific LTE 26-44 modular twin-

screw extruder (Labtech Engineering Co., Samutprakarn, Thailand) with a screw diameter of 

26 mm and a length to diameter (L/D) ratio of 44. The strands were air cooled on a conveyor 

belt and pelletised in a Labtech LZ-120/VS granulator (Labtech Engineering Co., 

Samutprakarn, Thailand). 

4.2.2 Physical foaming 

Supercritical-CO2-aided melt extrusion was performed on a single-screw extruder 

(Rheoscam, SCAMEX, Crosne, France) with a screw diameter of 30 mm and a length to 

diameter ratio (L/D) of 35. The extruder is equipped by a syringe pump (Teledyne ISCO 

260D Lincoln, NE, USA) and a static mixer (SMB-H 17/4, Sulzer, Switzerland). This 

apparatus was used for the preparation of natural fibre-containing PLA foams. 

Sc-CO2 assisted extrusion foaming was also carried out on a modified Collin Teach-

Line ZK 25T type co-rotating twin-screw extruder (Dr Collin GmbH, Ebersberg, Germany) 

with a screw diameter of 25 mm and a L/D ratio of 24. The apparatus consists of 5 heating 

zones, the sc-CO2 is introduced into the 4th zone using a syringe pump (Teledyne ISCO 

260D, Lincoln, NE, USA). This extruder was used for the manufacturing of flame retarded 

PLA foams. 

4.2.3 Fibre production 

4.2.3.1 Melt-blowing 

For the production of melt-blown PLA fibres, Quick Extruder QE TS16 02/2016A 

type twin-screw pharmaceutical extruder (QUICK 2000 Ltd., Tiszavasvári, Hungary) with an 

L/D ratio of 25 was used. A specially designed adapter is attached to the extruder die to allow 

the formation of sufficiently fine fibres and an appropriate flow of hot air, i.e., the melt-

blowing process. The die has 25 holes of 330 μm diameter next to each other, and the 

compressed air with an overpressure of 1 bar is heated by an AHP-7562 type device supplied 

by OMEGA Engineering INC, Stamford, CT, USA. For the collection of PLA microfibres, a 

hemispherical sieve made of metal mesh placed at a distance of 25 cm from the die is used. 
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4.2.3.2 High-speed electrospinning 

PLA nonwoven fibre mats were prepared by a high-speed electrospinning (HSES) 

setup consisting of a stainless steel spinneret equipped with orifices (d = 330 µm) connected 

to a high-speed motor (Quick2000 Ltd, Tiszavasvári, Hungary). The spinneret is connected to 

a high voltage generator (45 kV) and a peristaltic pump for feeding the polymer solution. The 

produced PLA fibres can be collected on a round metal mesh placed on the grounded metal 

funnel, in order to prevent the fibrous material from entering the air suction system (Figure 

4.1). 

 

Figure 4.1 Schematic illustration and a photo of the HSES device: PLA solution (1), pump (2), 

spinneret (3), high voltage (4), grounded metal funnel and wire mesh (5), cyclone for collecting 

residual particles (6), air suction system (7) 

4.2.4 Compression moulding 

The hot compression process was carried out with a Collin GmbH Teach-Line Platen 

Press (Ebersberg, Germany) 200E hydraulic press equipped with a square mould with 

dimensions of 30 × 30 × 0.4 mm3 placed between two metal sheets coated with 

polytetrafluoroethylene (PTFE) foil. 
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4.3 Methods 

4.3.1 Rheological measurements 

Melt rheology under dynamical shear was investigated using an AR 2000 type 

rotational rheometer (TA Instruments, New Castle, DE, USA) with 25 mm diameter parallel-

plate geometry. Dynamic frequency sweep tests were performed at 170°C to measure the 

complex shear viscosity (η*, Pas) over a frequency range of 0.1-100 Hz under controlled 

strain of 1%.  

4.3.2 Morphological analyses 

Scanning electron microscopy 

Scanning electron microscopic (SEM) images were taken from the PLA foams, fibrous 

mats and composites. A JEOL JSM-6380 LA type apparatus (JEOL Ltd., Akishima, Tokyo, 

Japan) was used for examination with accelerating voltage of 10 or 15 keV. All the samples 

were coated with gold–palladium alloy before examination in order to prevent charge build-

up on the surface. 

The dispersion of the FR additives was investigated via energy dispersive X-ray 

spectrometry (EDS) using the same apparatus. Element mapping was carried out with an 

accelerating voltage of 15 keV and an amplification of ×500. 

The distribution of fibre diameters was determined via measurement of at least 70 

(MB) or 130  (HSES) randomly selected single fibre using an image analysis software 

(ImageJ). One-way ANOVA was used to evaluate the statistical significance of the difference 

between the mean values of fibre diameters before and after thermally induced or solvent-

induced crystallisation (p<0.05). 

Porosity measurements 

The void fraction and expansion ratio of the foams were determined by water 

displacement method (Archimedes method). Void fraction or porosity is defined as a fraction 

of the volume of voids over the total volume as a percentage. The percentage of void fraction 

(Vf) was calculated from the foams’ apparent density (ρapp) and the density of the non-foamed 

extrudate (ρ) according to Equation (1): 

𝑉𝑓 = 100 ∗ [1 − (
𝜌𝑎𝑝𝑝

𝜌
)] (1) 
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The apparent density (ρ) of the flame retarded extrudate was calculated based on the 

composition (Table 5.2). The density of the PLA and the additives were 1.24 g/cm3 (PLA) 

[213], 1.90 g/cm3 (IFR) [214], 2.35 g/cm3 (MMT) [215] and 1.50 g/cm3 (starch, cellulose), 

respectively. The apparent density of the PLA-based, natural fibre-containing polymer 

mixtures were considered to be 1.27 g/cm3. The apparent density of the foamed samples was 

determined by water displacement method, based on ASTM D792-00. The expansion ratio 

(Φ) was calculated according to Equation (2): 

𝜙 =
𝜌

𝜌𝑎𝑝𝑝
 (2) 

4.3.3 Thermal analytical methods 

Differential scanning calorimetry (DSC) of foamed samples 

DSC measurements of PLA foams were carried out using a TA Instruments Q2000 

type instrument (New Castle, DE, USA) with a heating rate of 10°C/min under 50 ml/min 

nitrogen gas flow, covering a temperature range of 25-180°C. In the case of flame retarded 

foams, the measurement covered a temperature range of 25-200°C.  About 3-6 mg of sample 

was used in each test.  

The percentage crystallinity (χc) of PLA foams was calculated according to Equation 

(2), where ΔHm is the melting enthalpy, ΔHcc is the cold crystallisation enthalpy, ΔHm
0 is the 

melting enthalpy of a perfect PLA crystal equal to 93 J/g [216] and φ is the weight fraction of 

fillers. 

𝜒𝑐 [%] =
∆𝐻𝑚−∆𝐻𝑐𝑐

∆𝐻𝑚
0∙ (1−𝜑)

∙ 100  (3) 

DSC analysis of melt-blown fibres 

The thermal properties of the melt-blown PLA fibres were studied using the 

aforementioned TA Instruments Q2000 type calorimeter. DSC measurements were carried out 

at a heating rate of 10°C/min under 50 ml/min nitrogen gas flow, covering a temperature 

range of 30–200°C. About 4–9 mg of sample was measured in each test using 26.4 mg 

aluminum pans. The degree of crystallinity (χc) of the samples was also calculated according 

to Equation (3). 

DSC analysis of high-speed electrospun fibres 

In the case of high-speed electrospun PLA fibres, a Mettler Toledo (Greifensee, 

Switzerland) DSC3+ type instrument was used for differential scanning calorimetry (DSC). 

About 6-7 mg of each nonwoven mat was compressed into a disk-shaped sample and sealed in 



 

 

59 

 

a 40 µL aluminium crucible. DSC measurements were carried out with a heating rate of 

2°C/min under 50 ml/min nitrogen gas flow, covering a temperature range of 25–200°C. 

STARe software was used to control and evaluate the measurements. 

The degree of crystallinity (χc) of the samples was calculated according to Equation 

(4), where ΔHm indicates the melting enthalpy, ΔHcc is the cold crystallisation enthalpy, ΔHrec 

is the recrystallisation enthalpy, ΔH0
m (α or α’) is the enthalpy of melting of the 100% 

crystalline PLLA in α (143 J/g) or α’ (107 J/g) form, ΔH0
c (α or α’) is the enthalpy of 

crystallisation of 100% crystalline PLLA in α (130 J/g) or α’ (76 J/g) form [285]. 

𝜒𝑐 = (
𝛥𝐻𝑚

𝛥𝐻𝑚
0 (α)

−
𝛥𝐻𝑐𝑐

𝛥𝐻𝑐
0(α′)

−
𝛥𝐻𝑟𝑒𝑐

𝛥𝐻𝑐
0(α)−𝛥𝐻𝑚

0 (α′)
) ∗ 100    (%)  (4) 

Modulated differential scanning calorimetry (MDSC) 

The reversing and non-reversing heat flow curves were distinguished using a DSC3+ 

type (Mettler Toledo AG, Greifensee, Switzerland) instrument in TOPEM® mode. The 

sample preparation method was identical to that of the normal DSC. Temperature-modulated 

differential scanning calorimetry (MDSC) measurements were implemented at an underlying 

heating rate of 1°C/min, from 50 to 190°C, under 50 ml/min nitrogen gas flow. The 

modulation pulse height was fixed at 0.5K (±0.25K), while the TOPEM® mode varied the 

pulse length from 15 to 30 seconds. STARe software was used to control and evaluate the 

measurements. A calculation window of 300 s was found to be appropriate for evaluation with 

3 s shift and 90 s smoothing window. The sample response parameter was further optimised 

for each sample to obtain total heat flow curves similar to the normal DSC experiments. 

Thermogravimetry 

Thermogravimetric analysis (TGA) measurements were carried out using a TA 

Instruments (New Castle, NH, USA) Q5000 type instrument with a heating rate of 10°C/min 

under 25 ml/min nitrogen gas flow, covering a temperature range of 25-500°C. About 4-10 

mg of sample was used in each test. The TGA measurements were repeated three times for 

each type of sample. 

4.3.4 Flammability tests 

UL-94 flammability tests 

The flame-retardant performance of the prepared samples was characterised by 

standard UL-94 flammability tests (ASTM D 635 and ASTM D 3801). UL-94 classification is 

used to determine dripping and flame spreading rates. 
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Determination of limiting oxygen index (LOI) 

Limiting oxygen index (LOI) measurements were performed according to the ASTM D 

2863 standard. The LOI value expresses the lowest oxygen to nitrogen ratio where specimen 

combustion is still self-supporting. 

Pyrolysis combustion flow calorimetry (PCFC) 

Pyrolysis combustion flow calorimetry (PCFC) (Fire Testing Technology FAA Micro 

Calorimeter) was used to assess the flammability of the formulations. Tests were performed 

according to ASTM D-7309 at a heating rate of 1°C/s, a maximum pyrolysis temperature of 

750°C and a combustion temperature of 900°C. The flow was a mixture of O2/N2 20/80 cm3 

min-1 and the sample weight was 6 ± 0.1 mg. All experiments were made in triplicate and 

HRR values are reproducible to within ± 5%. The results obtained were corrected after 

conducting TGA under nitrogen atmosphere of each sample. The residual mass at a given 

temperature allowed the calculation of the specific heat release rate at any given temperature 

[217]. 

4.3.5 Spectroscopic analyses 

Fourier transform infrared spectrometry (FTIR) 

Fourier-transform infrared (FTIR) spectra were collected from the non-treated and FR-

treated cellulose fibres using a Bruker Tensor 37 type FTIR Spectrometer equipped with 

DTGS detector (Bruker Corporation, Billerica, Massachusetts, USA). The additives were 

grinded with KBr and cold-pressed into suitable discs at 200 bars. The measurement was 

carried out in transmission mode, in a spectral range of 400-4000 cm-1 with a resolution of 4 

cm−1. The device produced the ultimate spectrum as an average of 16 spectra. 

X-ray diffraction (XRD) 

X-ray reflexion diffraction patterns were recorded with a PANalytical X’pert Pro 

MDP diffractometer (Almelo, The Netherlands) using Cu-Kα radiation (1.541 Å) and Ni 

filter. The applied current was 30 mA, while the voltage was 40 kV. The 20 mm wide samples 

were placed on a Si sheet and analysed between 2θ angles of 4° and 44°. 
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Raman micro-spectroscopy 

Raman spectra were collected from the PLA nonwoven mats using a Horiba Jobin-

Yvon LabRAM (Longjumeau, France) system coupled with an Olympus BX41 optical 

microscope (Olympus Corporation, Tokyo, Japan) and an external 532 nm frequency-doubled 

Nd-YAG laser source. About 3-4 mg of fibrous material was compressed into a disk-shaped 

sample and placed under the objective on a microscope slide. An objective of 50× 

magnification was used for optical imaging and spectrum acquisition. The laser beam is 

directed through the objective, and backscattered radiation is collected with the same 

objective. The collected radiation is directed through a notch filter that removes the Rayleigh 

photons, then through a confocal hole and the entrance slit onto a grating monochromator 

(1800 groove/mm) that disperses the light before it reaches the CCD detector. The 

spectrograph was set to provide a spectral range of 100–1900 cm-1 and 4 cm-1 resolution. The 

acquisition time of a single spectrum was 70 s in each experiment and 5 spectra were 

averaged at a time. All spectra were baseline corrected and area-normalised within the whole 

wavenumber range in order to eliminate the intensity deviation between the measured points. 

4.3.6 Mechanical and thermomechanical tests 

Localised thermomechanical analysis (LTMA) 

Localised thermomechanical analyses were performed using a TA Instruments (New 

Castle, DE, USA) µTA 2990 Micro-Thermal Analyzer equipped with a thermal probe (model 

1615-00, ThermoMicroscopes, Sunnyvale, CA, USA). Two-point calibration was 

implemented at room temperature using the melting temperature of a reference polyethylene 

terephthalate (PET) film. About 3-4 mg of fibrous material was compressed into a disk-

shaped sample and placed on the sample holder using a two-sided tape. At least 10 

measurements were performed to ensure reliable and reproducible results. The tip of the 

thermal probe was held in contact with the sample using constant force and heated from 25 to 

200°C at 10°C/s. Vertical position data of the tip was collected in the function of temperature. 

Compression tests 

An AR2000 Rheometer (TA Instruments, New Castle, DE, USA) with plate-plate 

adjustment was used for mechanical characterisation of cylindrical foam specimens with a 

diameter of 8 mm. Compression tests were carried out with a constant compression rate of 30 

µm/s. The diameter of the squeezing upper plate was 25 mm, and the initial gap was 20 mm in 
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all cases. The compressive resistance at 10% relative deformation were determined for each 

foam samples. At least 5 specimens were tested in all cases. 

Tensile Tests 

Static tensile tests were performed on the annealed and non-annealed microfibrous, 

melt-blown PLA mats, and also on the PLA SRCs. Samples (7.5 mm × 30 mm) of the 

microfibrous mats and specimens (3 mm × 30 mm) of the SR composites were cut out and 

tested on a ZWICK Z005 universal testing machine (Zwick GmbH & Co., KG, Ulm, 

Germany). For the samples of the mats, a 20 N load cell was used, the initial grip separation 

was 11 mm, and the crosshead speed was set to 5 mm/min. Regarding the composite 

specimens, the measurements were performed on a 5 kN load cell with an initial grip 

separation of 10 mm and crosshead speed of 1 mm/min. 

Static tensile tests were also carried out on the recrystallised and non-treated 

microfibrous, high-speed electrospun PLA mats. Samples (20.0 mm × 25.0 mm) of the 

microfibrous mats were cut and tested on the aforementioned ZWICK Z005 universal testing 

machine. The measurements were performed using a 5 kN load cell, with an initial grip 

separation of 20 mm, and crosshead speed of 5 mm/min. All the tests were performed at room 

temperature at a relative humidity of 50 ± 10%. The cross-sectional area (A0) of the fibrous 

PLA specimen was determined from the density of the PLA grade (ρ = 1.24 g/cm3), as well as 

the mass (m) and the exact length (l) of the sample, using the following equation: 

𝐴0 =
𝜌

𝑚∗𝑙
    (𝑚𝑚2)   (4) 

Young’s modulus (E) and tensile stress at yield (σy) were calculated from the stress-

strain curves. 
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5 RESULTS AND DISCUSSION 

5.1 Continuous manufacturing of PLA biocomposite foams and 

characterisation thereof 

5.1.1 Rationale and aims 

The replacement of conventional petrol-based and short life cycle polymer foams with 

bio-based and biodegradable alternatives will be crucial for the natural environment and to 

diminish the burden of landfills, still the application of biopolymers as porous materials is 

negligible up to now.  

Recently, PLA foams have been considered as the most promising bio-based and 

biodegradable substitutes for polystyrene (PS) and polyethylene (PE) foam products, which 

currently hold the majority ratio in the packaging industry. This is mainly due to the 

competitive material and processing costs of PLA accompanied with comparable barrier and 

mechanical properties and environmentally friendly character [218]. Besides the packaging 

industry, there is a wide range of potential application fields for PLA foams, such as 

construction and transportation, where these could effectively serve as lightweight heat and 

sound insulating elements, panels and sandwich composite cores. However, to produce low-

density PLA foams with uniform cell morphology, improvements of the inherent 

shortcomings of PLA, especially its low melt strength and slow crystallisation kinetics, need 

to be addressed.  

One of the most investigated methods to improve the melt strength of PLA is the 

increase of its molecular weight and the modification of its linear molecular structure by using 

chain extenders (CEs). CEs have two or more functional groups such as hydroxyl, amine, 

anhydride, epoxy, carboxylic acid or isocyanate. Bifunctional CEs couple the two end groups 

of PLA, thereby lead to a linear polymer with somewhat higher molecular weight, while CEs 

of higher functionality give raise to branched structures with significantly improved 

rheological properties [102, 219]. It was found by Wang et al. [104] that molecular branching 

increases melt strength and elasticity, and thereby also the integrity of cells, cell density, and 

expansion ratio during extrusion foaming. 

Enhancing crystallisation kinetics of PLA during foaming has been recognised as an 

effective way to overcome its weak viscoelastic properties and to improve its foaming 

behaviour (i.e. cell nucleation and expansion) [218, 220, 221]. In PLA, improved crystallinity 
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has been achieved by using different nucleation agents, such as talc, that increase the 

heterogeneous nucleation density [105]. It was shown by Pilla et al. [102] that the 

simultaneous addition of talc and CE leads to increased cell density and more uniform cell 

structure. Fillers, such as wood particles [222] or clay nanoparticles [110] are also known to 

act as crystal nucleating agents and change the melt viscosity. Moreover, fillers influence the 

microstructure and thus the mechanical and thermal properties of the foams [223]. Significant 

crystallinity can also be achieved by using plasticisers that widen the crystallisation window 

by increasing the PLA chain mobility and decreasing the glass transition temperature.  

Polymer foams are generally obtained by the addition of chemical blowing agents, 

their mostly exothermic reaction makes, however, the process and the final cell structure 

hardly controllable. In addition, they may lead to unwanted residues in the bulk. Physical 

blowing agents are more desirable from this respect. Currently, the focus is on carbon dioxide 

(CO2) due to its chemical inertia, non-flammability, relative ease of handle, well controllable 

influence and more favourable interaction with polymers compared to other inert gases. 

Moreover, it advantageously replaces less ecological solvents like butane, pentane or 

chlorofluorocarbons (CFCs), which are known for their contribution to the depletion of the 

ozone layer and may bring hazardous risks. Therefore, the new types of bio-foams are 

preferably manufactured by CO2 aid techniques.  

Microcellular PLA foams can be manufactured through batch processes, which are, 

however, hardly scalable from lab-scale due to their small production rate. In the industry, the 

more cost-effective continuous processing technologies such as extrusion foaming and foam 

injection moulding are preferred. Recently, many studies have been focused on extrusion 

foaming using supercritical CO2 (sc-CO2) as physical blowing agent [85]. When CO2 is 

supercritical, its solubility and diffusivity in PLA increases significantly. The sc-CO2 

introduced into the extruder dissolves in the polymer melt and acts as a plasticiser [224] and 

by this means affects its crystallisation rate [225]. Moreover, lower processing temperatures 

are applicable and also the mechanical abrasion of the equipment will be reduced. In addition, 

this may lead to reduced degradation of thermolabile molecules like active pharmaceutical 

ingredients which may be used with such process [226]. Compared to the conventional 

foaming processes, the advantages of the sc-CO2 aid extrusion foaming are the accurate 

control of the foam quality (i.e. cell structure), the mild conditions (reduced risk of thermal 

and hydrolytic degradation), environmental friendliness (organic solvent-free, no residue), the 

reduced energy demand during processing and the safety. 
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In this work, natural fibre-containing PLA foams, as potential green replacements for 

petroleum-based polymer foams, were investigated. High porosity, microcellular 

biocomposite foams were manufactured by continuous, sc-CO2 assisted extrusion process. To 

obtain uniform cell structures with increased cell density, epoxy-functionalised CE and talc 

were applied. The effect of cellulose and basalt fibre reinforcement was investigated on the 

morphology and mechanical properties of the PLA foams.  

5.1.2 Sample preparation  

Before processing, all materials (Ingeo™ Biopolymer 3052D type PLA, natural fibres 

and additives) were dried at 85°C for 6 h in all cases. 

Table 5.1 Composition of the PLA compounds used for foam extrusion 

Sample PLA 

[wt%] 

Chain extender 

[wt%] 

Talc 

[wt%] 

Cellulose fibre 

[wt%] 

Basalt fibre 

[wt%] 

PLA 100 - - - - 

PLA+CE+T 96 2 2 - - 

PLA+CE+T+CF 91 2 2 5 - 

PLA+CE+T+BF 91 2 2 - 5 

 

PLA mixtures were prepared by using a Labtech Scientific LTE 26-44 modular twin-

screw extruder with a constant screw speed of 20 rpm and the following temperature profile 

of the extruder zones: zone1=175°C, zone2=175°C, zone3=180°C, zone4=180°C, 

zone5=185°C, zone6=190°C. The obtained extrudates were pelletised and dried prior to foam 

extrusion. The composition of the manufactured four types of PLA compounds is summarised 

in Table 5.1. 

Supercritical-CO2-aided melt extrusion was performed on a single-screw extruder 

(Rheoscam, SCAMEX, Crosne, France) with a screw diameter of 30 mm and a length to 

diameter ratio (L/D) of 35 [226,227]. As physical foaming agent, CO2 was injected into the 

barrel using a syringe pump (260D, ISCO Lincoln, NE, USA). As it is shown in Figure 5.1, 

the injection position is located at 20 L/D from hopper, where the screw diameter is constant. 

CO2 was introduced at the same pressure as the pressure prevailing in the extruder. The 

polymer–CO2 mixture then passed through a static mixer (SMB-H 17/4, Sulzer, Switzerland). 

This element, inserted before the die, provides a distributive mixing between the two 

components. A home-made flat die with a width of 30 mm and an adjustable height, which 



 

 

66 

 

allows to tune the pressure before the die, was used. The temperature inside the barrel was 

regulated at the following six locations: T1 and T2 before and T3 after the CO2 injection 

location, T4 before the mixing element, T5 at the static mixer and T6 at the die. The 

temperature (Tmat1-Tmat3) and pressure (P1-P4) of the material were measured at three and four 

sensor locations, respectively. 

 

Figure 5.1 Schematic picture of the foaming system 

During foam extrusion experiments the screw speed was kept constant at 30 rpm and 

the following temperature profile was set for the extruder zones: Thopper= 50°C, T1= 160°C, 

T2= 180°C, T3= 180°C, T4= 160°C, while the mixer (T5) and die temperatures (T6) were 

varied between 110–145 °C at each experiment while keeping them at a same value. This 

temperature will be called die temperature in the rest of this chapter. CO2 was introduced at a 

constant volumetric flow rate ranging between 1.5 and 3.0 ml/min. Once sc-CO2 was injected, 

a significant decrease in the material pressure within the extruder barrel occurred, mainly due 

to the decrease of melt viscosity. Parallel with the increasing CO2 concentrations (in the range 

of 2 to 8 wt%), T5 and T6 had been cooled to increase melt strength at the die. Once stable 

conditions have been established, samples were collected. At each new condition, the 

temperature (Tmat3) and pressure (P4) of the material, measured just before the entry within the 

die, were registered. To study the influence of operating parameters on porous structure, 

several experiments have been carried out varying mixer and die temperatures and CO2 

concentration, by keeping other parameters constant.  
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5.1.3 Results and discussion 

5.1.3.1 Rheological properties 

The effect of the used additives, CE, talc and fibres on the melt rheology and 

processability of PLA was studied by dynamic viscosity measurements. As illustrated in 

Figure 5.2, the introduction of 2% CE and 2% talc was found to increase the complex 

viscosity. Likely, not only the CE induced long-chain branched structure reduced the chain 

mobility of PLA but also talc enhances the melt viscosity mainly at the lower shear rate 

region. 

 
Figure 5.2 Dynamic viscosity as a function of angular frequency for neat and additive containing 

PLA 
 

The addition of both cellulose and basalt fibres further increased the melt viscosity in the 

whole frequency range. As the increase of the viscosity mainly depends on the concentration, 

particle size, the particle size distribution and shape of the fillers, the mobility of PLA chain 

segments were more hindered by the larger number, smaller and less uniform cellulose 

particles. The decreased chain mobility was expected to improve the melt strength and 

resistance against CO2 diffusion, but affect the crystallisation kinetics as well. 

5.1.3.2 Morphology 

Foamed samples from each experiment were compared at three porosity levels, at 

around 15%, 45% and 95%, respectively. Low-density (ρ < 0.05 g/cm3), highly porous 

(Vf > 95%) PLA foam structures were obtained typically at a CO2 concentration of about 8 

wt% and with Tmat3 of around 110-120°C, as presented in Figure 5.3. In all cases, the lower 

the die temperature, the higher the porosity. This effect is well documented in the literature 
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[7] and is linked with the formation of a skin at the surface of the samples due to lower die 

temperatures and an optimal melt temperature before the die. This frozen surface prevents 

CO2 to escape leading to pore growth and higher expansion ratio. Moreover, in order to 

prevent cell coalescence and to preserve the high cell density, the polymer melt should be 

cooled substantially to increase its strength to preserve the high cell density, while keeping a 

sufficient fluidity for bubble to grow. The effect of CO2 content is also linked with 

temperature since the CO2 solubilisation is inversely proportional to temperature. High CO2 

content can only be obtained at low temperatures. 

 

Figure 5.3 Effect of formulation and mixer and die temperatures on the porosity of PLA foams 

extruded at 8% of CO2 
 

It was observed that a lower processing temperature is available for PLA foam 

formation by using natural fibres. Compared to neat PLA, in the case of the additive 

containing mixtures less porous foams were obtained at all die temperatures, indicating more 

gas loss when CE, talc and fibre are present in the polymer melts. As a function of decreasing 

temperatures, a sharp increase in the porosity of the CE and talc containing PLA foam 

(PLA+CE+T) is observable, which is associated with its accelerated solidification with 

crystallisation at low temperature. Similar behaviour was observed for the cellulose 

containing mixture, indicating enhanced nucleation effect of the dispersed cellulose fibres. 

Scanning electron microscopy (SEM) micrographs taken from the highly expanded 

(Vf > 95%) foams are presented in Figure 5.4. It can be seen that broad cell size distribution 

accompanied with rather limp or collapsed cell walls are characteristic for the neat PLA foam 

(Figure 5.4 a). It is assumed that due to the early homogeneous nucleation the cells have 

longer time for growth [107].  
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Figure 5.4 SEM micrographs of the cell morphologies obtained for highly expanded (Vf > 95%) 

PLA foams. The actual porosity values are represented after the abbreviation of the materials 

within every micrograph 

Nevertheless, due to the insufficient melt strength of PLA at the foaming temperature, 

the cell walls have only low resistance against CO2 diffusion from the melt to the atmosphere, 

and thus limp and mechanically weak cell structure is formed. In contrast, the PLA foam 

containing CE and talc (PLA+CE+T) has a denser and more uniform cell morphology (Figure 

5.4 b), indicating that the addition of CE effectively increased the melt strength. Based on the 

lower temperature profile, allowed in the case of the fibre-containing foams, a greater degree 

of crystallinity and improved melt strength were expected. It can be seen on Figure 5.4 c and 

d that the addition of natural fibres resulted in decreased cell diameters likely due to the 

increased melt viscosity (see Figure 5.2) and due to the increased number of nucleating sites 

induced by the fibre surfaces [118, 119, 120, 122]. At the same time, the fibre-containing 

foams have less uniform cell structure, which should be related to the fibre distribution within 

the polymer matrix and the fibre-matrix interactions [119]. It is suggested that as a result of 

local fibre-matrix debonding microholes are induced, where the gas loss hinders the cell 

growing ability, and thus non-uniform distribution of cell size is obtained. Also, an increase in 
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the open-cell ratio in the presence of fibres compared to fibre-free PLA foams was expected 

based on the results of previous studies [228]. 

5.1.3.3 Crystallinity 

The crystallinity of the PLA foams was examined by differential scanning calorimetry 

(DSC) method. The first heating runs of the neat PLA foams at three porosity levels are 

presented in Figure 5.5. It can be observed that the low porosity PLA foams are almost fully 

amorphous, which is indicated by the sharp glass transition around 60°C and by the broad 

exothermic peak in the range of 100 and 120°C indicating significant cold crystallisation 

[229]. The melting of the crystalline phase occurs around 150°C. Typically two endothermic 

peaks are visible, at 149°C corresponding to melting of the less ordered α’ crystals, and at 

156°C corresponding to melting of the thermodynamically more stable α crystals [230]. In 

contrast, only a slight cold crystallisation exotherm is observable in the DSC curve of the 

PLA foam of 96.4% porosity, indicating noticeable inherent crystalline phase in this sample. 

Based on the dominance of the ordered α crystal form in the highly expanded PLA foam, it 

can be concluded that its crystallisation occurred mainly during processing. Similar trends 

were observed for the other examined, additive containing PLA foams.  

Figure 5.6 presents the estimated crystallinity versus porosity for the neat and additive 

containing PLA foams. It can be seen that for the additive containing foam samples the degree 

of crystallinity increased almost linearly with porosity. It is likely due to the strain-induced 

crystallisation [110, 231] and to the plasticising effect of CO2 which results in the decrease of 

the temperature of crystallisation and formation of more perfect crystalline domains. 

The advantageous effect of the used nucleating agents (talc, cellulose and basalt fibre) 

on the crystallinity is most observable at lower expansion ratios. Accordingly, both natural 

fibres promoted the nucleation effectively, but the highest degree of crystallinity values were 

obtained for the basalt fibre-containing PLA foams. In the case of cellulose fibres, it is 

supposed that the increased dynamic viscosity (Figure 5.2) and thus the hindrance of 

molecular chain mobility decreased the crystallisation. The high degree of crystallinity is, 

however, crucial to obtain improved thermo-mechanical properties [232, 233]. The prominent 

nucleating ability of basalt fibres has been utilised by Tábi et al. [112] to obtain crystalline 

PLA composites of high heat deflection temperatures. 
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Figure 5.5 DSC curves of PLA foams of increasing porosity. The actual porosity values are 

represented after the abbreviation of the materials within the graph 

 
Figure 5.6 Foam crystallinity as a function of porosity 

 

5.1.3.4 Compression strength 

The mechanical performance of the PLA foams, manufactured in this work, has been 

evaluated based on their compression strength at 10% deformation. The compression strength 

of the obtained neat and additive containing highly expanded (Vf > 95%) PLA foams are 

indicated in Figure 5.7. It is clearly visible that without additives the neat PLA foam has low 

compression strength, about 20 kPa. This is expected based on the collapsed cell structure, 

also observed in Figure 5.4 a, formed as a consequence of the insufficient melt strength. In 

contrast, the addition of CE and talc promoted the formation of uniform cell-structure, the 

mechanical resistance of which reaches 100 kPa. The compression strength of the talc and CE 

containing PLA foam deteriorated when 5 wt% natural fibres were added. This can be 

explained by the poor adhesion, the lower polydispersity and the increased open-cell ratio 

evidenced by SEM micrographs (Figure 5.4 c and d). Another argument can be that cellulose 

and basalt fibres are too large compared with the cell size to provide efficient reinforcement. 
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Nevertheless, the compression strength of the basalt fibre-containing PLA foam reaches 40 

kPa. 

 
Figure 5.7 Compression strength of highly expanded (Vf > 95%) PLA foams 

5.1.4 Conclusions 

Natural fibre-containing microcellular PLA composite foams were manufactured by 

sc-CO2 assisted foam extrusion process, the same method that could be easily scaled-up even 

towards real industrial applications. Epoxy functionalised CE and talc were used to improve 

the foamability of PLA. It was found that the addition of 5 wt% cellulose or basalt fibres 

provides lower processing temperature profiles for PLA foam production. In accordance with 

the literature, it was evinced that natural fibres increase the melt viscosity and promote the 

heterogeneous cell nucleation. As a result, composite foam structures with smaller cell 

diameters and porosity higher than 95% could be obtained. However, due to the fibre 

distribution and the weak fibre-matrix adhesion, the fibre-containing foams have wider cell 

diameter distribution and increased open cell ratio compared to the CE and talc containing 

foam. In the case of cellulose fibres, it is supposed that the increased dynamic viscosity and 

thus the hindrance of molecular chain mobility decreased the crystallisation. Basalt fibres can 

serve as reinforcement providing improved compression strength comparing to PLA foams. 

However, the best mechanical performance was achieved without natural fibres, by applying 

only the combination of CE and talc. The compression strength of this foam reaches 100 kPa. 

It is believed that further chemical or physical modifications, such as reinforcement and flame 

retardancy, could promote the market penetration of PLA foams in technical application fields 

as well. Due to their pronounced charring activity combined with intumescent flame-retardant 

systems, the multifunctional cellulose fibres could not only play the role of reinforcement in 

PLA foams, but also act as charring agent ensuring the fire safety of the product.  

Related publications: I, VI, XVI 
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5.2 Development of flame retarded PLA foams 

5.2.1 Rationale and aims 

Over the last few years, the foaming of biopolymers has undergone a considerable 

improvement. The motivation of these research activities is strongly related to the 

sustainability of the plastics industry. The sector’s dependence on fossil fuels as well as the 

environmental damages caused by plastic wastes require long-term solutions. An obvious 

alternative is the use of polymers that can be produced from renewable resources and that are 

biodegradable at the same time. Another approach to sustainability is the reduction of the 

mass (and therefore the demand of raw materials) of the products, which can be effectively 

achieved by foaming.  

Based on well-founded forecasts, PLA foams will substitute a significant proportion of 

PS and PE foams produced in tremendous volume [234, 102]. Nevertheless, the mass 

production of low-density PLA foams using the environmentally preferred physical blowing 

agents, such as nitrogen or carbon dioxide, proved to be challenging due to the inherent low 

melt strength and low crystallisation rate of the polymer. Pilla et al. proposed that with chain 

extenders (CEs) the polymer can be reactively modified, besides, with the use of nucleating 

agents the crystallisation kinetics can be enhanced [102]. Both methods result in an 

improvement in the rheological properties and expandability. In addition, increased 

crystallinity has beneficial effect on the mechanical properties (such as compression strength) 

of the products, which, this way, become comparable with the mechanical performance of 

expanded PS [235]. The effects of epoxy-functionalised CE and various nanoparticles have 

been investigated on the foamability of PLA by Wang et al. [104] and Nofar et al. [108, 109]. 

The experiments were performed on a tandem extrusion system, proving that even a 40-fold 

expansion ratio with an average cell size of 50 μm is achievable. Keshtkar et al. obtained PLA 

foams with appropriate morphology using 9% w/w CO2 and 1-5% w/w montmorillonite 

(MMT) and revealed that above 1% w/w MMT content the expansion ratio did not improve 

significantly [110]. 

Regarding the industrial application of PLA foams, not only the mechanical properties 

are the crucial factors, but also the foams must meet a number of safety requirements, 

depending on the application area. Like most organic materials, polymeric foams are 

generally classified as easily combustible and highly flammable substances. Therefore, flame 

retardancy of PLA foams is also essential in order to be widespread in the targeted packaging, 
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automotive, E&E and construction industries, resulting in reduced usage of the highly 

polluting PS and polyurethane (PU) foams.  

In the literature, intumescent flame-retardant (IFR) systems are favourably used to 

reduce the flammability of PLA [156, 236, 237]. It was also found that the efficiency of the 

IFR system can be noticeably increased by combining it with nanoparticles such as sepiolite 

(SEP) [238, 239] or montmorillonite (MMT) [67, 155, 157, 240]. Furthermore, the charring 

ability of the IFR system has also been enhanced by renewable carbonisation agents such as 

starch [152] and cellulose [153, 154]. 

Nevertheless, flame retardancy of PLA foams is a special, new field of research, 

therefore only limited sources of literature exist, which, moreover, exclusively deal with batch 

foaming technologies. These pioneering works have been carried out by Wang et al. [158, 

159], who prepared phosphorous flame-retardant PLA foams by solid state foaming, and by 

using starch and graphene as coactive additives, respectively. The produced foams showed 

non-uniform cell structure, which they explained by the poor cell nucleation ability of the 

used flame-retardant particles, and their weak interfacial bonding with the matrix. Therefore, 

it is still an actual challenge of research to produce microcellular PLA foams in flame-

retarded form, preferably by means of the industrially more relevant extrusion technology [85, 

110]. 

In this work, flame-retarded, low density PLA foams were successfully manufactured 

by supercritical carbon dioxide (sc-CO2) assisted extrusion. The flammability of the highly 

porous material was effectively reduced by incorporating ammonium polyphosphate based 

flame-retardant (FR) additive and FR-treated cellulose, functioning both as bio-based charring 

agent and potential reinforcement, besides using CE and MMT for adequate rheology and 

foamability. The MMT clays were also expected to contribute to the flame-retardant 

performance. The effects of the used additives and fillers were comprehensively investigated 

on the morphology, and thermal and flammability characteristics of the manufactured PLA 

foams. 

5.2.2 Sample preparation 

Flame-retardant-treatment of cellulose fibres 

For flame-retardant treatment, the cellulose fibres were rigorously stirred in 10-fold 

aqueous solution of 5.00% DAP and 1.25% BA for 2 h. The cellulose fibres were then filtered 

and dried in an oven at 120°C overnight.  



 

 

75 

 

Compounding 

In order to prevent hydrolytic degradation of PLA, all materials were dried at 85°C for 

at least 8 h before melt processing and extrusion foaming. 

PLA blends were compounded by using a Labtech Scientific LTE 26-44 modular 

twin-screw extruder. The screw speed was set to constant 20 rpm and the following 

temperature profile was applied on the extruder zones: zone1-3=175°C, zone4-6=180°C, zone7-

9=185°C, zone10=190°C, die=190°C. The strands were air cooled on a conveyor and 

pelletised.  

Six types of blends based on 3052D type PLA were manufactured, the compositions of 

which are shown in Table 5.2. As it can be seen, 2% CE was used in each blend to 

compensate the unavoidable decrease of molecular weight of PLA during the two-fold 

thermo-mechanical processing (compounding and extrusion foaming) and to provide adequate 

melt-strength by forming branched molecular structure. The effect of 2% CE addition on the 

dynamic viscosity of the used PLA grade was investigated in our previous work [I].  

Table 5.2 Compositions of the PLA blends 

 
PLA 

[wt%] 

CE 

[wt%] 

MMT 

[wt%] 

IFR 

[wt%] 

cell 

[wt%] 

FR-cell 

[wt%] 

PLA/CE 

PLA/CE/MMT 

PLA/CE/IFR 

PLA/CE/MMT/IFR 

PLA/CE/MMT/IFR/cell 

PLA/CE/MMT/IFR/FR-cell 

98.0 2.0 - - - - 

96.5 2.0 1.5 - - - 

83.0 2.0 - 15.0 - - 

81.5 2.0 1.5 15.0 - - 

78.5 2.0 1.5 15.0 3.0 - 

78.5 2.0 1.5 15.0 - 3.0 

 

Extrusion foaming 

Sc-CO2 assisted extrusion foaming was carried out on a modified Collin Teach-Line 

ZK 25T type co-rotating twin-screw extruder (Dr Collin GmbH, Ebersberg, Germany) with a 

screw diameter of 25 mm and a L/D ratio of 24. The apparatus consists of 5 heating zones, the 

sc-CO2 was introduced into the 4th zone using a syringe pump (Teledyne Isco 260D, Lincoln, 

NE, USA). Firstly, the extruder was heated up according to temperature profile T1 indicated in 

Table 5.3, and pure PLA was extruded conventionally. Since CO2 is in supercritical state 

above 74 bar (and 31°C), the injection of fluid state CO2 could be started when the head 

pressure exceeded 80 bars. As sc-CO2 is introduced into the barrel, it dissolves in the PLA 
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melt and acts like a plasticiser by reducing the melt viscosity of the polymer. This effect was 

compensated by lowering the temperature of the last three zones to temperature profile T2 

(Table 5.3). By reducing the foaming temperature, the cell density increases together with the 

increasing melt strength and even microcellular foams can be obtained. 

Table 5.3 Temperature profiles used before (T1) and during (T2) sc-CO2-aided foam extrusion 

 

 

 

After reaching the steady state of the extrusion foaming process, the pure PLA was 

replaced by the previously compounded PLA blends. During extrusion foaming, CO2 was 

injected at 145-150 bars, introducing ~9 m/m% of sc-CO2 inside the melt. The appropriate 

pressure was set by varying the screw speed between 10 and 20 rpm. PLA foams were 

collected using a conveyor. 

5.2.3 Results and discussion 

5.2.3.1 Characterisation of flame-retardant treated cellulose 

The FTIR spectra of the untreated (cell) and flame-retardant-treated cellulose fibres 

(FR-cell) are compared in Figure 5.8. The presence of DAP on the surface of the FR-treated 

fibres was confirmed by the appearance of the characteristic bands at 1402 cm-1 and 3270 cm-

1, both assigned to the vibrations of ammonium [241]. The small amount of BA absorbed on 

the surface of the cellulose fibres was not detectable by this method. 

  
Figure 5.8 FTIR spectra of untreated and FR-treated cellulose fibres 

 

 
Die 

[°C] 

Zone 4 

[°C] 

Zone 3 

[°C] 

Zone 2 

[°C] 

Zone 1 

[°C] 

T1 

T2 

140 160 165 165 175 

85-100 125 135 165 170 
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In Figure 5.9, the effect of FR-treatment on the thermal degradation of cellulose can be 

followed. Due to the treatment with DAP and BA containing solution the initial 

decomposition temperature of cellulose was lowered by 50°C. The shift to lower temperature 

is typical for treatments with phosphates; in our previous works about 90°C lower onset 

temperatures of decomposition were measured both for ammonium-phosphate [242] and 

diammonium-phosphate-treated natural fibres [243]. It is presumed that in this case the early 

pyrolysis of the phosphate-treated cellulose was compensated by the addition of BA, which 

promoted the formation of a glassy film on the surface of the cellulose fibres [244] and thus 

increased their thermal stability by about 40°C compared to the phosphate-treated fibre, but 

still below that of the non-treated fibres. Nevertheless, the thermal decomposition of the FR-

treated cellulose fibres starts at 235°C, which is higher than the typical processing 

temperature of PLA foams. On the other hand, the combined treatment with DAP and BS 

effectively promoted the formation of solid residues and char. The char amount at 500°C for 

the FR-treated fibres was 36.5 %, while only 3.0% ash remained from the non-treated 

cellulose. Based on the significant char formation ability of the FR-treated fibres, 

advantageous effect was expected on the flame-retardant properties of the FR-cellulose 

containing PLA foams. 

 
Figure 5.9 TGA curves of the non-treated (cell) and FR-treated cellulose fibres (FR-cell) 

5.2.3.2 Morphology of the flame-retarded PLA foams 

The void fraction and expansion ratio of the PLA foams, prepared by sc-CO2-aided 

extrusion foaming, are shown in Figure 5.10. It can be seen that the additive-free PLA 

(PLA/CE) could be expanded only to its double volume, having approximately 50% void 

fraction. In the case of all the composite foams, however, microcellular foam structures with 
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void fractions higher than 90% were obtained, presumably as a result of the increased melt 

viscosity and effective heterogeneous cell nucleation promoted by the used additives. 

Compared to the pure PLA foam (PLA/CE) significantly increased expansion ratios were 

achieved for all the additive containing foams, but the highest expansion ratio of 29.3 was 

achieved for the MMT containing FR-free foam (PLA/CE/MMT). These results are in 

connection with the heterogeneous nucleation ability of the used additives, which is in strong 

relation with the particle size; the nucleation effect of the larger size IFR and cellulose is 

moderate compared to that of the MMT nanoclays. Although the introduction of FR particles 

at higher loadings could noticeably hinder the foam expansion due to the reduced amount of 

polymer resin and increased stiffness of the polymer matrix [158, 159], in our case an 

expansion ratio as high as 16.9 was reached for the PLA/CE/MMT/IFR/cell foam with 19.5% 

additive content. Nevertheless, when FR-treated cellulose was added (PLA/CE/MMT/ 

IFR/FR-cell), the expansion ratio decreased to 9.9, which is explained by the weak 

compatibility of FR-cell with the PLA matrix, causing increased number of interfacial defects, 

which favours the escape of CO2 during the foaming process.  

 
Figure 5.10 Void fraction (a) and expansion ratio (b) of the PLA foams 

SEM images taken from the cross-sections of the PLA foams are presented in Figure 

5.11 and Figure 5.12. In Figure 5.11, the structure of PLA foams with the six different 

compositions are shown. Uniform, closed cellular foam structures can be observed, the 

average diameter of the cells is approximately 100-150 μm in all cases. As it was noticed 

based on the expansion ratio results (Figure 5.10), PLA containing CE alone (Figure 5.11 a) 

was not sufficiently foamable, instead of thin-walled cells, a coherent porous structure with 

low void fraction can be seen. Without the nucleating agent, slow crystallisation and the 

absence of heterogeneous cell nucleation hindered the formation of high porosity foam 

structure. In the case of the PLA/CE/MMT foam (Figure 5.11 b), uniform cell structure can 
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be observed as an evidence of increased melt strength, effective cell nucleation and faster 

crystallisation promoted by the incorporated MMT nanoparticles. 

 

Figure 5.11 SEM micrographs of the PLA foams (with ×50 amplification) 

The effect of the used FR agents on the morphology of the PLA foams was also 

examined. It was found that the larger size IFR particles themselves are less effective 

regarding heterogeneous nucleation, resulting in broader cell size distribution of the 

PLA/CE/IFR foam (Figure 5.11 c). The addition of cellulose resulted in higher cell density 

(Figure 5.11 e) and greater expansion ratio (see also in Figure 5.10), however, with the FR-
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cell additive (Figure 5.11 f) the structure of the foam became similar to that of the 

PLA/CE/MMT/IFR foam (Figure 5.11 d) composed of slightly larger cells. 

 
Figure 5.12 SEM micrographs of the PLA/CE/MMT/IFR foam (×250, ×500)  

As it can be seen from the SEM images presented in Figure 5.12, the FR particles are 

well embedded in the PLA matrix material and they are mainly located in the cell wall 

junction regions. The high void fraction and expansion ratio values can be explained by the 

relatively thin cell walls and high cell density. It can be concluded that, despite the relatively 

high additive contents (almost 20 wt%), flame-retarded PLA foams with adequate 

morphology could be manufactured by the extrusion foaming technology. 

 
Figure 5.13 EDS mapping of PLA/CE/MMT/IFR/FR-cell foam 
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The distribution of the FR particles in the foamed samples was examined by EDS 

method. According to the micrographs presented in Figure 5.13, the IFR additive system is 

well dispersed in the polymer matrix, the IFR particles with diameters of 10-30 µm can be 

identified with adequate distribution. The FR-treated cellulose particles (length of which was 

8 µm) could not be distinguished from the PLA matrix this way since their elemental 

compositions are similar, and their mass fraction was only 3 m/m%. 

5.2.3.3 Thermal properties of the flame-retarded PLA foams 

DSC analysis revealed that crystallisation during the sc-CO2-assisted foaming process 

is fundamentally different from that of simple extrusion. As an example, in the thermograms 

of FR-cell containing bulk and foamed PLA samples (Figure 5.14), glass transition 

temperature (Tg ~ 61°C), cold crystallisation temperature (Tcc) and melting temperature (Tm) 

can be examined.  

 

Figure 5.14 DSC thermograms of FR-cell containing bulk and foamed PLA 

  Concerning the curve of bulk PLA, a considerable cold crystallisation 

exotherm (Tcc ~110-130°C) can be observed alongside with two melting endothermic peaks at 

152°C and 157°C corresponding to melting of the less ordered α’ and the thermodynamically 

more stable α crystals [I, 230]. On the other hand, the foamed sample with same composition 

has much smaller exothermic peak in the range of 90-110°C and only one melting peak 

around 154°C, indicating higher crystallinity in the form of the ordered α crystals. The shift of 

cold crystallisation exotherm to lower temperature is attributed to the strain-induced 

nucleation enhanced crystallisation of the stretched amorphous phase in the cell walls [231]. 



 

 

82 

 

During foaming, PLA chains in the cell walls undergo significant bi-axial stretching, and 

when heated in the DSC, the crystallisation of the aligned amorphous chains that did not 

crystallise during foaming is facilitated by the presence of the pre-existing crystals. 

The degree of crystallinity of the PLA blends before and after foaming was estimated 

and presented in Figure 5.15. As it can be seen, the foams have significantly higher 

crystallinity than the bulk materials. It is mentioned in the previous work (5.1.3.3) that cell 

expansion during the extrusion foaming process favours the formation of ordered crystals, and 

higher expansion ratio is accompanied with higher proportion of crystallinity. It is assumed 

that foaming of PLA blends causes chain orientation, and crystallinity is increased by strain-

induced crystallisation. The results showed that not only the MMT acts as nucleating agent, 

but the presence of IFR also promotes crystallisation, furthermore, by adding neat or FR-

treated cellulose, the foams’ crystallinity exceeded even 19%. Based on the enhanced 

crystallinity composed of the more stable α form, improved thermo-mechanical properties can 

be supposed for these foamed materials [232]. 

  
Figure 5.15 Degree of crystallinity of the PLA blends before and after foaming 

Characteristic parameters of TGA of the prepared PLA compounds before and after 

foaming are compared in  

Table 5.4 while the residual masses obtained at 500°C are shown in Figure 5.16 

(average value and standard deviation were determined from three repeated measurements). 

Based on the data of  
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Table 5.4, it can be realised that the Tonset (initial degradation temperature) and 

DTGpeak (temperature of degradation rate maximum) of the foamed materials correlate with 

their expansion ratio (see in Figure 5.10). Moderate expansion results in a slight shift to 

higher temperatures due to the lower heat conductivity (until the foamed structure exists). At 

much higher expansion ratio (samples PLA/CE/MMT and PLA/CE/MMT/IFR/cell), however, 

enhanced surface area is exposed to degradation, which process can overcome the delay 

caused by lower heat conductivity. 

Based on the residual masses obtained at 500°C (Figure 5.16) it can be seen that 

despite the identical FR contents, lower amount of char formed from the foamed samples. 

This is the consequence of the inhomogeneous distribution of the FR particles among the 

cells. As it was found during SEM examination (Figure 5.12), the FR particles are aggregated 

mainly in the cell wall joints, while the thin cell walls are typically FR poor and therefore 

their charring cannot be initiated.  

When considering the effect of the used additives on the thermal degradation, same 

tendencies can be observed for the bulk and foamed samples. MMT, when applied by itself 

(PLA/CE/MMT), caused slight decrease of the initial degradation temperature, but noticeably 

lowered the weight loss rate compared to the additive free reference samples (PLA/CE). The 

introduction of IFR further moderated the weight loss rate and effectively promoted the 

charring of the PLA samples, at 500°C more than 10% residue remained from all the IFR-

containing samples (Figure 5.16). The lowest maximal weight loss rate and the biggest 

residual mass were obtained, however, when FR-treated cellulose fibres were combined with 

the IFR system (PLA/CE/MMT/IFR/FR-cell). It is assumed that phosphorus and boron, being 

present right on the surface of cellulose, can initiate the charring and ceramisation of cellulose 

with high efficiency. 

Table 5.4 TGA characteristic parameters of flame-retarded PLA bulk and foamed materials 

 Tonset 

[°C] 

DTGpeak 

[°C] 

Max. weight loss rate 

[%/°C] 

 bulk foam bulk foam bulk foam 

PLA/CE 318.3 318.4 364.6 368.3 3.04 3.06 

PLA/CE/MMT 298.0 290.1 364.7 356.7 2.54 2.28 

PLA/CE/IFR 315.0 320.2 363.3 365.7 2.13 2.36 

PLA/CE/MMT/IFR 314.5 321.2 365.3 367.3 2.32 2.56 
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PLA/CE/MMT/IFR/cell 317.6 318.3 365.5 366.1 2.28 2.30 

PLA/CE/MMT/IFR/FR-cell 311.1 312.6 363.8 364.8 2.01 2.13 

 

Figure 5.16 Comparison of the residues of flame-retarded bulk and foamed samples obtained at 

500°C of TGA analyses performed in nitrogen atmosphere 

5.2.3.4 Flammability characteristics of the flame-retarded PLA foams 

Pyrolysis combustion flow calorimetry (PCFC) was carried out on both the foamed 

and unfoamed flame-retarded PLA samples. By this method, no significant difference could 

be evinced between the specific heat release rate (HRR) curves of the counterparts with 

identical composition. The evaluated specific peak of heat release rate (pkHRR) values are 

compared in Figure 5.17. Nevertheless, it can be seen that the specific pkHRR value of 

PLA/CE was effectively reduced by the applied IFR systems; the best result, about 40% 

reduction was achieved when MMT and cellulose were combined with the commercial IFR 

additive in the foamed and unfoamed samples alike. These results confirm the beneficial char 

promoting effect of the applied minor components of the flame-retardant composition. 
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Figure 5.17 Specific pkHRR values of the flame-retarded bulk and foamed samples obtained from 

PCFC measurements 

Standard UL-94 tests and LOI measurements were performed to characterise the 

flame-retardant performance of the prepared PLA foams also in comparison with that of the 

unfoamed samples with identical chemical composition. The results are shown in Table 5.5 

and Figure 5.18, respectively. The additive-free PLA foam (PLA/CE) with void fraction of 

about 50% acted similarly to its unfoamed counterpart; horizontally mounted it burned with 

an average flame spreading rate of 39 mm/min and a LOI of 20.0 vol% was determined for 

this sample. Thanks to the beneficial effect of MMT on the foaming process, highly porous 

structure (Vf= 96.6%) was obtained from the PLA/CE/MMT blend, the horizontal burning 

rate of which, however, became extremely rapid due to the readily available oxygen within 

the foam and failed the UL-94 test. On the contrary, the LOI of this foam sample increased to 

24.0 vol%, the same value as that of its unfoamed counterpart. It is presumed that during LOI 

measurement, where the vertically mounted specimen is ignited from the top, the char 

promoting effect of MMT prevails over the fire feeding effect of the accelerated oxygen 

supply [245]. This means that MMT has multifunctional role in this system; it acts both as 

nucleating agent and flame-retardant component. IFR content of 15% proved to be sufficient 

to pass V-0 classification according to the UL-94 standard for both types of samples, and to 

reach a LOI as high as 29.0 and 30.0 vol%, respectively.  
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Table 5.5 UL94 rating of the prepared PLA foams 

Sample UL-94 [rating] 

 bulk foam 

PLA/CE HB* (31) HB* (39) 

PLA/CE/MMT HB* (33) NR* (313) 

PLA/CE/IFR V-0 V-0 

PLA/CE/MMT/IFR V-0 V-0 

PLA/CE/MMT/IFR/cell V-0 V-0 

PPLA/CE/MMT/IFR/FR-cell V-0 V-0 

*in parenthesis the flame spreading rates [mm/min] are indicated 

 
Figure 5.18 LOI values of the prepared flame-retarded bulk and foamed samples 

 

 

In accordance with the literature and previous studies of our research group [67, 157], 

the combined application of MMT and IFR proved to be advantageous in both systems and 

resulted in increase of the LOI values, but the efficiency of the synergism proved to be 

moderate in the foamed samples. Despite the identical chemical composition, 9-10 vol% 

higher LOI values were reached in the case of the bulk materials than for the foamed samples 

containing both IFR and MMT additives. Zhai et al. also found that the foaming process 

reduces the LOI values of flame-retarded PLA, which they attributed to two reasons; the 

increased contact area between PLA matrix and air and the decreased volume concentration of 

the used flame-retardants in the expanded foam structures [140, 158]. Interestingly, in our 
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work significant differences between the LOI values of the foamed and unfoamed samples 

were only evidenced when both IFR and MMT were applied. It is presumed that essential 

congregation of the MMT plates on the charring surface can occur only in the case of the bulk 

samples, while the barrier effect of the nanoclay particles being concentrated in the cell wall 

joints cannot prevail. 

When the effect of cellulose, applied as cost-effective filler with reinforcing potential, 

is evaluated, it can be seen that the LOI of the cellulose containing samples increased further. 

The introduction of 3 wt% FR-cell led to 31.5 vol% LOI value of the foamed specimens. The 

flame-retardant properties achieved in the case of the extruded PLA foams with high foam 

expansion ratios (Φ=16.9 and 9.9) noticeably outperform the flammability test results (LOI= 

26.4%) published by Zhai et al. [158] on solid state foamed PLA foams with similar flame-

retardant composition (15% nitrogen and phosphorus containing FR + 3% starch) but lower 

expansion ratio. The increased expansion ratio and better flame-retardant performance of the 

extruded foams can be ascribed probably to the dissimilar distribution of the FR particles 

compared to the solid-state foamed samples. During extrusion, the foaming occurs at higher 

temperature coupled with continuous mixing, therefore the arrangement of FR particles and 

fillers in the polymer melt occurs simultaneously with the cell growth. As a result, significant 

part of the FR particles will be located in the cell wall joints (as observed in Figure 5.12) 

where the major part of the polymer mass is present. The more FR particles are well 

embedded in the polymer matrix, the less is the possibility for interfacial debonding and 

formation of microholes enabling gas escape. In the case of the lower temperature solid state 

foaming technology, however, the inherent FR distribution within the polymer matrix does 

not remarkably change during cell growth, consequently more microholes will be induced at 

the filler-matrix interfaces, especially at the thin cell walls, hindering the cell growing ability 

and resulting in increased open-cell ratio accompanied with decreased expansion ratio. 

Nevertheless, Zhai et al. also reported that with increasing foaming temperature (to 80°C) the 

cell structure of flame-retardant loaded PLA foams, prepared by solid state foaming, became 

more uniform [159]. Similar conclusions can be drawn regarding the flame-retardant 

properties; considering the morphology of the extruded foams, for the well embedded FR 

particles at the cell wall joints more polymer mass is available to be affected and thus better 

flame-retardant efficiency can be observed. In this sense, it could be concluded that in the 

case of polymer foams, surprisingly, the special (in the cell wall joints) aggregated structure 

of the active fillers is favourable over their homogeneous distribution.  
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5.2.4 Conclusions 

Flame-retarded microcellular PLA foams were successfully manufactured by sc-CO2-

assisted extrusion foaming technology. During production, CE was used to improve the 

rheological behaviour and MMT was applied as nucleating agent for better foamability and as 

potential FR synergist at the same time. In spite of the fact that foams are more flammable 

than their solid polymeric counterparts, significant flame retardancy was achieved by 

incorporating APP based IFR additive in the cellular structure. The efficiency of the IFR was 

enhanced by combining it with FR-treated cellulose fibres, which noticeably increased the 

charring ability of the system, as revealed by the TGA results and PCFC measurements. As a 

result, 40% reduction in specific peak of heat release rate, UL94 V-0 rating accompanied with 

LOI value as high as 31.5 vol% were reached for the IFR and FR-cell containing PLA foam. 

Also, among the examined foams, the highest degree of crystallinity reached 19%, composed 

of the more stable α form, indicating nucleating effect of the used bio-based charring agent. In 

addition to cushion packaging, the prepared flame-retarded biocomposite foams could 

potentially find applications in the higher value-added E&E or transportation industries. 

Supercritical CO2-aided extrusion resulted in low-density foams having void fractions 

higher than 90% accompanied with expansion ratios of 10-20, depending on the filler-matrix 

compatibility even at relatively high (almost 20 wt%) additive contents. SEM images revealed 

that the effectively flame-retarded PLA foams have uniform cellular structure with 

characteristic cell diameters of 100-150 μm. Major part of the FR particles was found to be 

embedded in the cell wall joints, which is of key importance regarding expandability and 

charring ability. From this respect, extrusion foaming was found to be favourable compared to 

the batch technologies [158, 159] due to the continuous mixing of the components and the 

typically higher temperature applied during foam forming, which allows the active fillers to 

allocate in the polymer melt simultaneously with the cell growth. As a result, fewer 

microholes will be induced at the filler-matrix interfaces in the thin cell walls, and thus lower 

open-cell ratios and higher expansion ratios can be obtained. Considering the flame-retardant 

properties, more polymer is available for the well-embedded active fillers, located in the cell 

wall joints, to be affected and thus enhanced char forming, and improved flame-retardant 

properties can be obtained. 

Related publications: II, VII, XVII, XXIII, XXIV, XXV, XXVI 
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5.3 Application of melt-blown PLA fibres in self-reinforced composites 

5.3.1 Rationale and aims 

As the conventional linear economic model has begun to shift towards a more 

sustainable circular economy—even at a moderate pace—more and more emphasis has been 

placed on the development of renewable and/or biodegradable polymers (collectively known 

as biopolymers) within the plastics industry. Various types of natural polymers (cellulose 

derivatives, lignin, chitosan, pectin, alginate, polyhydroxyalkanoates, pullulan) and synthetic 

biopolymers (poly(glycolic acid), PLA, poly(vinyl alcohol), polybutylene succinate, etc.) 

have been investigated over the last two decades [246]. Among the aimed uses are medical, 

packaging, and many industrial applications, especially in the form of biocomposites or 

nanobiocomposites [247, 248, 249, 250]. 

The most intensively studied biopolymer, PLA, has a global market valued at USD 

535.6 million in 2019 and is expected to expand at a compound annual growth rate (CAGR) 

of 15.9% from 2020 to 2027 [251]. Compared to the rest of the bioplastics industry, the PLA 

market is expanding at an increasing speed [40]. The main advantage of PLA is that it can be 

processed using the conventional methods of the plastics industry (extrusion, injection 

moulding, thermoforming, fibre drawing, etc.) [252]. Various products can be produced using 

this biopolymer, such as inter alia, blow-moulded bottles, injection-moulded cups, spoons and 

forks [253]. Nevertheless, in order to use PLA as a raw material for durable applications, it is 

necessary to increase its low impact and heat resistance. Researchers have demonstrated that 

with self-reinforcement (SR), a special type of composite production, the impact resistance of 

PLA can be improved [67, 166]. In addition, since the reinforcement and matrix material of 

an PLA SRC product are both composed of PLA grades, the article remains fully 

biodegradable. This concept fits well into a sustainable, circular economic model, so lately, 

there has been increased scientific interest in self-reinforced biocomposites. 

Jia et al. [183] combined oriented crystalline PLA fibres with amorphous PLA films 

with significantly different melting points in order to widen the processing window which 

exceeded 30°C. With a fibre content of 22% (applying unidirectional orientation of the 

fibres), PLA SRCs with a modulus of 3.29 GPa and tensile strength of 48 MPa were 

produced. Thus, the modulus increased by 140% and the tensile strength by 13% compared to 

the matrix material. It is worth mentioning that with a bidirectional orientation of the fibres, 

the modulus increased by only 74% and the tensile strength decreased by 65%. 
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Somord et al. [189] produced PLA SRCs via hot compaction of PLA fibres 

manufactured by electrospinning. The PLA solution was prepared with a mixture of 

dichloromethane and dimethylformamide (7:3), and the fibre formation was carried out using 

20 kV acceleration voltage and 18 cm collector distance. Fibre mats of 0.8 g were produced 

within a 2.5 h period, which equals a productivity rate of 0.32 g/h. The crystallinity of the 

produced fibres was 16% based on differential scanning calorimetry (DSC) measurements. 

After removing the moisture content of the fibres with ethanol, composite sheets with 

dimensions of 30 mm × 30 mm × 150 μm were pressed at 165°C and 6 MPa, by varying the 

compression time from 10 to 60 s. The tensile strength and modulus of the composites (at 20 s 

compaction time: σy = 77.5 MPa, E = 3.2 GPa) improved compared to the properties of the 

isotropic PLA film (σy = 49.9 MPa, E = 2.8 GPa). Kriel et al. [254] prepared core-sheath PLA 

fibres composed of a semicrystalline core and amorphous sheath by coaxial electrospinning. 

The bicomponent fibre structure ensured a wide processing window for SR composite 

preparation. Thermal treatment of the electrospun fibres was found to be essential to increase 

crystallinity and mechanical strength. Nevertheless, the low productivity of electrospinning 

and the involved organic solvents make this method hardly scalable; the application areas of 

electrospinning are limited to small size products with high added value [255, 256, 257, 258, 

259]. 

From a feasibility point of view, conventional fibre production techniques are more 

advantageous, because production can be accomplished at significantly higher speeds and in 

higher quantities. Melt-blowing is one of the most cost-effective and versatile commercially 

available processes to produce microfibrous products. The definition of this technique is ‘a 

one-step process in which high-velocity air blows molten thermoplastic polymer from an 

extruder die tip onto a conveyor to form a fine fibered web’ [260]. Melt-blowing technology 

has also been used to manufacture PLA nonwoven mats, targeting innovative applications 

such as special tissue scaffolds [211] and filters [209]. However, the utilisation of melt-blown 

PLA microfibres to form SR composites has been barely studied in the literature. Recently, 

melt-spun core-sheath PLA fibres with a melt processing window as wide as 40°C were 

transformed into PLA SRCs via hot-pressing by Liu et al. [261]. The hot-pressing temperature 

was found to have a noticeable effect on the composites’ morphological and mechanical 

properties. 

The present study demonstrates the manufacturing method of one-component 

microfibrous PLA mats by the solvent-free melt-blowing technique, focusing on the effect of 

the D-lactide content and thermal annealing on the morphological, thermal and mechanical 



 

 

91 

 

properties of the produced PLA fibres. The obtained nonwoven mats were further processed 

by hot compaction to form PLA SRCs, the corresponding properties of which were 

investigated as well. 

5.3.2 Sample preparation 

5.3.2.1 Melt-Blowing 

As the stereoisomeric purity of PLA significantly influences its mechanical and 

thermal properties [262], PLA grades possessing comparable rheological properties (MFIs), 

but differing in D-lactide content, were selected for fibre production. 3052D, 3001D and 

3100HP IngeoTM Biopolymer PLA were chosen. PLA fibres were produced by melt-blowing 

from raw materials previously dried for at least 8 h at 85°C. A Quick Extruder QE TS16 

02/2016A type twin-screw pharmaceutical extruder was used. The four heating zones of the 

extruder were heated to 200°C, the die temperature was 170°C and the screw speed was set to 

15 rpm. A specially designed adapter was attached to the extruder die to allow the formation 

of sufficiently fine fibres and an appropriate flow of hot air, i.e., the melt-blowing process. 

The die had 330 μm diameter holes next to each other, and the compressed air with an 

overpressure of 1 bar was heated by an AHP-7562 type device. The air temperature was set to 

300°C. For the collection of PLA microfibres, a hemispherical sieve made of metal mesh 

placed at a distance of 25 cm from the die was used. By means of melt-blowing, 0.6 to 0.7 g 

of fabric was produced per minute, corresponding to a productivity rate of 36 g/h. This is 

110–130 times higher than the productivity of the electrospinning method used by Somord et 

al. [189]. 

5.3.2.2 Thermal Annealing 

The produced melt-blown webs were largely amorphous due to rapid cooling, and 

since the crystalline fraction plays a key role in the production of composites, thermal 

annealing experiments were carried out above the glass transition temperature (Tg). Samples 

of the microfibrous mats were placed into an 85°C oven for 2 h. In the first hour, samples 

were taken every 15 min and then after 120 min, from which the effect of post-crystallisation 

was investigated by DSC. 

5.3.2.3 Composite Preparation 

PLA SRCs were prepared from annealed and non-annealed nonwoven PLA mats of 

the 3100HP type PLA, which proved to be the most promising material. In the case of non-
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annealed mats, the moisture was removed by drying for 1 h at 50°C to avoid hydrolysis 

during hot compaction. From the webs, 26.6 × 26.6 mm2 squares were cut, which were 

layered into a square mould with dimensions of 30 × 30 × 0.4 mm3. The mould was placed 

between two metal sheets coated with PTFE foil. The hot compression process was carried 

out with a Collin GmbH Teach-Line Platen Press (Ebersberg, Germany) 200E hydraulic press 

at 165°C and 60 bars for 4 different durations (10, 20, 30 and 60 s) for the annealed mats. 

Non-annealed fibres were also processed at 160°C, 60 bars, for 20 s, using the same 

apparatus. After the hot compression was completed, the mould was cooled to room 

temperature via cooling in water for 7 min under pressure. 

5.3.3 Results and Discussion 

5.3.3.1 Fibre Morphology 

The morphologies of the nonwoven mats and the fibre diameters were investigated by 

SEM analysis. As it can be observed in the images with magnifications of ×100 and ×1000 

(Figure 5.19), PLA fibres are randomly stacked in several layers, showing longitudinal 

bonding in numerous locations. The average fibre diameters of the prepared three types of 

PLA nonwoven mats are shown in Figure 5.20. The diameter of the melt-blown fibres varied 

between 2 and 14 μm for each type of PLA used, which is greater than the diameters of fibres 

produced by electrospinning in the literature [14].  

   

   
Figure 5.19 SEM images of the melt-blown PLA nonwoven mats: (a,d) 3052D; (b,e) 3001D; (c,f) 

3100HP. Magnification: ×100, ×1000. 
 

 a  b  c 

 d  e  f 
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Figure 5.20 Diameters of the melt-blown PLA fibres 

In Figure 5.20, a decreasing tendency of fibre diameters can be observed as a function 

of PLA’s D-lactide content, but the difference is not significant. The measured fibre diameter 

values (at least 70 fibres were measured from each type of PLA nonwoven mat) were 

statistically tested, and we were able to reject the null hypothesis that the slope of the 

regression line for the fibre diameters of increasing D-lactide contents is zero (H0: β1 = 0) with 

a probability value of p = 0.045 which is close to the generally used significance level of α = 

0.05. 

5.3.3.2 Thermal Properties—Crystallinity 

DSC analyses were carried out to investigate the thermal properties and crystallinity of 

the annealed and non-treated fibres. As can be seen in Figure 5.21, depending on the D-lactide 

content of the used PLA type, a two to seven-fold increase in crystallinity was reached after 

two hours of annealing. Based on the initial 4 percentage points loss in crystalline content of 

the 3052D and 3001D samples, it is assumed that this procedure erases the thermal history of 

the amorphous phase and creates a new structure. During the melt-blowing process, 

orientation and alignment of the PLA macromolecules in the direction of the fibre axis 

occurred, initiating crystallisation and ordering of the amorphous region at the same time. 

Annealing at 85°C, above the glass transition temperature of PLA (~60–66°C), enhances 

segmental mobility and the oriented polymer chains try to return to their thermodynamically 

more stable form. These phenomena explain the decrease in crystallinity in the first period (15 

min) of thermal annealing. For the 3100HP type PLA, the two processes compensate each 

other so that total crystallinity is not reduced. Then, during cold crystallisation, the amorphous 

parts of the macromolecules are reorganised, but the longitudinal axis of the fibre is not a 
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preferred direction anymore, and the crystallinity shows an increasing tendency as a function 

of the annealing time for all polymer types. 

  

Figure 5.21 Crystallinity of PLA fibres as a function of annealing time 

The thermal transitions of the PLA fibres with differing D-lactide-contents can also be 

observed on the corresponding DSC curves (Figure 5.22). In the case of non-annealed (0 min) 

samples, the Tg is observed around 66°C. On the curves of the annealed fibres, this 

phenomenon is marked by a much smaller thermal effect as the frozen-in strains induced 

during the melt-blowing process are eliminated in 15 min. As the crystallinity increases with 

the annealing time, the exothermic peak of cold crystallisation decreases, and after 30 min of 

annealing, it is barely noticeable. For the samples annealed for 2 h, this heat transition is not 

visible at all, indicating that the fibres have reached the maximum crystallinity that can be 

obtained by thermal annealing at 85°C. 

It can be observed that after 15 min of thermal treatment, the cold crystallisation peak 

temperature significantly increased. The shift of cold crystallisation exotherm to the lower 

temperature of the non-treated fibres is attributed to the strain-induced nucleation enhanced 

crystallisation of the stretched amorphous phase. As there is no strain-induced orientation in 

the annealed fibres, the ordering of the macromolecules requires extra energy (higher 

temperature). At higher D-lactide contents (Figure 5.22 a), this effect causes a significant 

difference, but it is barely noticeable for 3100HP (Figure 5.22 c), as in the latter case, 

crystallisation is facilitated by the presence of a high amount of pre-existing crystals (χ = 

26%). After increasing the heat treatment time, the cold crystallisation peak temperatures 

showed a slightly decreasing tendency in all cases, which is also due to the increasing 

crystallinity. 
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Figure 5.22 Thermograms of 3052D (a), 3001D (b) and 3100HP (c) type PLA annealed for 0–120 

min. 

For the annealed 3052D (15–60 min) PLA fibres (Figure 5.22 a), a double 

endothermic crystalline melting peak can be observed, which means that both crystalline 

forms of PLA (the less ordered α′ and the more ordered α crystalline forms) are present. The 

smaller peak at 159°C shows the melting of the α′ form and the recrystallisation of the α 

crystal form; the larger peak refers to the melting of the α form. The 3052D type PLA 

 a 

 b 

 d 
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contains the highest amount of D-lactide (4.0%), which decreases the regularity of the 

macromolecules so that α′ crystalline formation can occur. It can be seen that after 120 min, 

these less ordered crystalline structures also transform into a thermally more stable α 

crystalline form. This curve as well as the ones of 3001D and 3100HP PLA types show a 

smaller exothermic peak prior to crystalline melting. From this we conclude that during the 

heat treatment, α′ is formed, and this exothermic peak indicates solid phase transformation 

into the more stable α form occurring in the DSC apparatus [263]. The crystalline melting 

peak temperature increases with a decreasing D-lactide content (3052D: 167°C, 3001D: 

172°C, 3100HP: 175°C), this effect is also due to the higher macromolecular regularity of the 

optically pure PLA types. 

5.3.3.3 Mechanical Properties of the Microfibrous Mats 

The results of the tensile tests are shown in Figure 5.23. The mechanical 

characteristics of the melt-blown microfibrous mats are comparable with the modulus and 

strength of electrospun PLA nonwoven mats, as found in the literature [264]. It can be noticed 

that the Young’s moduli of the annealed mats are much smaller than that of the non-annealed 

mats obtained from the same material. This phenomenon can be explained by macromolecular 

processes occuring during heat treatment. During thermal treatment, the amorphous 

orientation formed in the PLA fibres is relaxed, so the modulus is also reduced [265]. 

Regarding the tensile strength—except for the 3100HP type—the non-annealed mats also 

outperform the annealed ones. As the tensile strength is more influenced by the orientation of 

the crystalline part, the differences between the values are smaller. 
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Figure 5.23 Young’s modulus (a) and tensile strength (b) of annealed (ann) and non-annealed PLA 

mats. 

5.3.3.4 Mechanical Properties of SR Composites 

Based on the DSC measurements, crystallinity data and mechanical properties of the 

melt-blown PLA nonwoven mats, the 3100HP type PLA was selected for SR composite 

preparation. The typical stress–strain curves of the obtained composites can be seen in Figure 

5.24, while the modulus and tensile strength values are shown in Figure 5.25. 

 a 

 b 
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Figure 5.24 Stress–strain curves of PLA SRCs. 

 

 

Figure 5.25 Young’s modulus (a) and tensile strength (b) of SR composites made of annealed (ann) 

and non-annealed PLA mats, indicating the hot compaction time (10–60 s) 

 a 

 a 
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In contrast to the tensile test results of the nonwoven mats, annealed fibres compacted 

for 30 s (30s_ann) showed slight improvements in modulus when compared to SRC 

specimens composed of non-treated mats (20 s). The significant effect of thermal treatment of 

the fibrous mats was also evidenced by the obtained 47% increase in tensile strength, reaching 

43 ± 9 MPa in the case of the 30s_ann composite. These favourable mechanical properties are 

connected to the high crystallinity achievable in the case of the low (0.5%) D-lactide 

containing PLA type, providing suitable thermal resistance for processing by hot compaction. 

However, 60 s of hot compression resulted in noticeable deterioration of elongation at break 

(Figure 5.24) and tensile strength (Figure 5.25 a) values of the PLA SRC, likely due to the 

partial melting and fusion of the microfibres and also to the physical ageing that occurs during 

longer processing times. 

5.3.3.5 Morphology of the PLA SRCs 

The fracture surfaces of the PLA SRC specimens were analysed by SEM. Based on 

the SEM micrographs presented in Figure 5.26, conclusions regarding the consistency, fibre 

orientation and failure mechanism of the composites were drawn. Despite the 5°C lower 

processing temperature but identical hot compaction time (20 s), a significantly lower amount 

of reinforcing fibre was observed in the fracture surface of the composite made from non-

treated PLA mats (Figure 5.26 a), while fibres that underwent thermal annealing mostly 

remained intact during processing (Figure 5.26 b). The more than two-fold increase in 

crystallinity resulted in higher thermal resistance of the microfibres, and thus, lower 

sensitivity to the high compression temperature. 

     
Figure 5.26 SEM images of self-reinforced (SR) PLA composites made from non-annealed (a) and 

annealed (b) fibres with 0.5% D-lactide content (3100HP). Magnification: ×500 
 

 a  b 
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In the SEM images, three different failure modes can be observed, namely, fibre 

pullout, fibre/matrix debonding and brittle failure of fibres. Composites made from highly 

amorphous fibres broke with plastic deformation, but specimens with higher crystallinity 

suffered brittle fibre failure. In the case of the SR composite composed of thermally annealed 

microfibres, only a suitable fraction (surface) of the reinforcing fibres were molten during 

processing, forming the matrix phase, and thus well-consolidated composites could be 

obtained. In this case, self-reinforcement was successfully implemented. 

5.3.4 Conclusions 

In this chapter, PLA microfibrous nonwoven mats, serving as precursors for self-

reinforced composite preparation, were prepared by melt-blowing technology. Fibres with 

diameters ranging between 2–14 µm were obtained with a productivity rate of 36 g/h from 

three types of PLA grades differing in D-lactide content. The crystalline fractions of the 

obtained fibres were significantly increased by thermal annealing at 85°C for 2 h with the aim 

of improving their thermal resistance. The heat treatment induced, however, relaxation of the 

molecular orientation in the fibres, and thus decreased modulus values were measured for the 

annealed fibres. Nevertheless, self-reinforced composites with adequate morphology and 

mechanical performance could only be obtained from thermally pre-treated fibres. The 

improved thermal resistance of the highly crystalline PLA microfibres proved to be of key 

importance regarding the ability of partial melting, i.e., matrix formation, and to obtain 

adequate consolidation quality by hot compaction. As a conclusion for the sake of future 

advancements in the field, PLA grades of low D-lactide content should be considered as 

reinforcement. Annealing conditions must be selected carefully, ensuring minimal fibre 

relaxation and maximal crystallinity. In an effort to prevent thermal degradation of the PLA 

during processing, and consequently the severe deterioration of molecular weight and 

mechanical properties, milder fibre production techniques such as solvent spinning methods 

might be considered. For further optimalisation of SRC manufacturing, a more profound 

analysis of the thermomechanical properties and crystalline forms of the PLA fibres is 

recommended. 

Related publications: III, VIII, XXII, XVIII, XIX, XX 
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5.4 Effects of thermal annealing and solvent-induced crystallisation on the 

structure and properties of PLA microfibres produced by high-speed 

electrospinning 

5.4.1 Rationale and aims 

A wide variety of value-added biopolymer systems, that have been gaining ground in 

several industry segments, have to be adjusted to certain processing and application 

requirements. Annealing is one of the frequently utilised modifications that usually takes 

place during or after manufacturing. By this method, the crystallinity of a polymer material 

can be enhanced through the increased macromolecular mobility above Tg. In particular, 

design of PLA products require special attention to its crystalline phase mainly due to the 

inherently slow crystallisation kinetics of the polymer [33, 266, 267, 268, 269]. Inter alia, 

thermal history has direct influence on the crystallinity of PLA, and consequently, on its 

properties altogether. Numerous studies showed that by exploiting the advantages of thermal 

annealing, Young’s modulus and heat distortion temperature (HDT) can be effectively 

improved, moreover, even increased tensile strength and acceptable impact resistance are 

achievable without altering the molecular mass [52, 229, 263, 270, 271, 272]. Stereochemistry 

also greatly affects the crystallisation capability of PLA. A PLA macromolecule can form 

stereoisomers depending on its monomers: L, D and D-L (meso) lactide. For commercial 

purposes, PLA blends with a higher amount of L-lactide and a lower D-lactide content are 

used [229]. The properties of these semi-crystalline PLA grades can be tailored by varying the 

ratio of the two isomers, thus adjusting the molecular regularity of the PLA chains. By this 

means, a grade with lower D-lactide content has higher maximum crystalline fraction. 

Crystallisation of PLA can result in three possible crystalline forms, i.e. α, β and γ. 

When PLA is crystallised from melt or solution, even during cold crystallisation, α polymorph 

is developed. This is the most stable form, which turned out to be a left-handed 103 helix, that 

packs into an orthorhombic unit cell [273, 274]. The β form can be obtained under more 

extreme conditions e.g. by applying high drawing along with elevated temperature, and can be 

described with a trigonal unit cell [275, 276, 277, 278, 279]. The orthorhombic γ form is 

produced through epitaxial crystallisation [280]. During conventional PLA processing routes 

α form is more likely to develop; therefore, from practical and scientific points of view, this 

crystal type is of great relevance. Even more research has been concentrating on the subject 

since Zhang et al. reported that PLA could crystallise into a less ordered polymorph called α’ 
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[281]. Subsequent studies revealed that at temperatures lower than about 100°C, formation of 

α’ crystals is observed, the stable α form crystallises only above 140°C [263, 282, 283, 284, 

285]. In the temperature range of 100–140°C, both types of crystals grow [282, 283, 284]. 

Nonwoven technologies and products represent a notable portion of the packaging 

industry, the largest single market of polymers [286, 287]. In addition, these materials with 

disordered fibre arrangement represent the main component of a wide range of applications, 

including filtration [209, 288], absorbents [289, 290], drug delivery [291, 292, 293], and 

tissue-engineering [294, 295]. With respect to annealing of PLA nonwovens heat resistance, 

tensile strength and modulus usually increases, while ductility reduces [296, 297]. In our 

previous study, melt-blown PLA nonwoven mats were used as precursors for self-reinforced 

composite preparation [III]. Without the annealing step, the inherently mainly amorphous 

PLA microfibres could not fulfil their reinforcing role in the composite, as they fused at the 

elevated temperature of hot compaction. Another popular manufacturing method to obtain 

micro- or nanofibrous PLA mats is electrospinning (ES) [286, 287, 288-297, 298]. Recently, 

high-speed electrospinning (HSES) technique has been developed to increase the productivity 

of this process [292, 293, 299, 300, 301]. To the best of our knowledge, the HSES concept has 

not yet been utilised to produce PLA fibres. 

Several routes exist for tailoring the final properties of microfibrous PLA products via 

changes in the macromolecular structure. On the one hand, when modifying the composition, 

the use of organic or inorganic additives proved to be advantageous, and even stereo-

complexation of PLA chains is on the table [187, 294, 302, 303, 304, 305]. On the other hand, 

postprocessing of the fibres can increase the crystallite size and can result in more organised 

crystals [187]. However, conventional annealing (using heat treatment without fixation) 

generally leads to dramatic relaxation of PLA fibres and the shrinkage of the product [297, 

306]. When annealing at 140°C, Riberio et al. encountered severe deterioration of electrospun 

PLA fibres [307]. Accordingly, it seems to be challenging to develop a stable α crystalline 

phase in nano- and micrometer sized systems with such high sensibility to thermal defects. 

Viswanath et al. also found that conventional annealing damaged the manufactured 

nanofibrous mats, while photothermal annealing in presence of embedded gold nanoparticles 

preserved the nanostructured morphology [308]. Besides heat treatment, Bye et al. 

recommend the technique of vapour annealing by suspending the electrospun mat above a 

pool of dichloromethane [294]. Naga et al. proposed solvent-induced crystallisation of 

amorphous PLA [309]. Regarding nano- and microfibrous structures the large surface area to 
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volume ratio further increases the efficiency of solvent-induced crystallisation. Gualandi et al. 

investigated the effect of ethanol disinfection on electrospun PLA scaffolds and demonstrated 

that the fibres’ crystallinity exceeded 30% due to immersion in 37°C absolute ethanol for 

more than 30 minutes [264]. Consequently, modulus and tensile strength of the electrospun 

mat increased by 69% and 36%, respectively. Somord et al. also used ethanol to remove 

residual water from electrospun PLA mats, but for some reason, they did not mention the 

solvent-induced crystallisation effect just noted that without the ethanol rinsing step 

discoloration or degradation of PLA would occur in subsequent hot-pressing steps [189]. The 

crystallinity of the produced self-reinforced nanocomposites increased to 35–40%, 

accompanied with enhanced toughness. 

The aforementioned modifications of nonwoven mats certainly need some sort of 

characterisation. Thermoanalytical and morphological investigation are evident and essential 

routes to determine basic properties of the product; the overall crystallinity, fibre diameters 

and alignment can be assessed by differential scanning calorimetry (DSC) and scanning 

electron microscopy (SEM), respectively [306, 307]. Nonetheless, in order to differentiate the 

two main crystal form (α and α’), the exact atomic coordinates in the crystal lattice and the 

intra- and intermolecular interactions have to be determined using more sophisticated 

methods. Temperature-modulated DSC (MDSC) permits the simultaneous measurement and 

separation of thermal events that are reversible and non-reversible at the modulation period 

timescale [310, 311]. With the special concept of stochastic modulation, also known as 

TOPEM® technique, even the complex heat capacity is definable [312, 313, 314]. Structural 

analysis by X-ray diffraction method is a powerful way to obtain the atomic positions and to 

probe long-range order in the crystalline phase [271, 283, 285, 315]. On the contrary, 

vibrational spectroscopy detects localised structures at the molecular scale. Among other 

methods, Raman micro-spectroscopy is a versatile technique capable of defining 

conformation distribution, in both amorphous and crystalline regions [316, 317, 318]. 

Measuring the HDT is a key topic when determining the effects of annealing, since 

recrystallised PLA products have higher HDT compared to amorphous ones [229]. However, 

information derived from a bulk HDT measurement (i.e. ISO 75 standard) represents a 

superposition of information from all of the constituents in a specimen, therefore it is 

unsuitable for examining the heat resistance of nonwoven materials [319]. In the field of 

scanning probe microscopy, localised thermomechanical analysis (LTMA) offers the “micro“ 

equivalent of thermomechanical investigation on micrometer-scale areas within a 10–20 
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seconds period [320, 321, 322]. By exploiting the high spatial resolution of this technique, the 

fibres themselves play the role of TMA specimens. 

In the present paper, the results of the annealing modifications are described in detail 

for both heat and ethanol treatment of nonwoven PLA mats. Parallel annealing experiments 

were implemented on duplicate samples derived from the same high-speed electrospun PLA 

nonwoven. The specimens were comprehensively characterised by means of morphological, 

spectroscopic, thermal and mechanical testing methods. In addition to the new way of high 

throughput ES manufacturing of PLA nano- and microfibres, the distinction between α and 

α’-related thermal effects in the same DSC curve represents the novelty of our research, 

which was realised using modulated differential scanning calorimetry. 

5.4.2 Experimental section 

5.4.2.1 Production of PLA nonwoven mats 

PLA nonwoven fibre mats were prepared by a high-speed electrospinning (HSES) 

setup consisting of a stainless steel spinneret equipped with orifices (d = 330 µm) connected 

to a high-speed motor (Quick2000 Ltd, Tiszavasvári, Hungary) [299]. 10% w/v 

PLA/dichloromethane solution was prepared in a sealable glass bottle with a magnetic stirrer, 

using 100 g of the PLA granules and 1000 ml solvent. The optimised composition is based on 

experiments conducted previously by our research group (the presentation of which is beyond 

the scope of this paper). The solution was fed with a flow rate of 400 ml/h using a peristaltic 

pump. 45 kV voltage was applied on the spinneret, the rotational speed of which was fixed at 

25000 rpm. The produced PLA fibres were collected on a round metal mesh placed on the 

grounded metal funnel, in order to prevent the fibrous material from entering the air suction 

system (Figure 4.1). PLA nonwoven mats weighing ~20 g were removed from the mesh 

collector in 30 minute time periods and placed in airtight sample bags for further processing. 

The experiments were performed at constant ambient temperature (25°C) and at a relative 

humidity of 50 ± 10%. The productivity of the HSES technique reached 40 g/h, which is 2-3 

orders of magnitude higher than that of the single needle ES technique used for PLA nano- 

and microfibre production until now [286, 287, 288–296, 187]. 
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5.4.2.2 Annealing methods 

Thermally-induced crystallisation 

The obtained PLA nonwoven mats were cut into 20-mm-wide and 80 mm long strips 

and placed in a conventional oven for annealing at 85°C. The sample temperature was 

precisely measured using a thermocouple and a digital multimeter. Samples for analyses were 

taken after 5, 10, 15, 20, 30, 45, 60 and 90 minutes and named H-5, H-10, … H-90, respectively. 

Solvent-induced crystallisation 

20 mm wide nonwoven PLA strips were placed in a covered Petri dish containing 

99.5% ethanol. The solvent was previously heated and held at 40°C on a magnetic stirrer. 

Samples were taken out after 3 seconds, 5, 10, 15, 20, 30 and 45 minutes (named E-5, E-10, 

… E-45, respectively) and then dried under air ventilation at ambient temperature (25°C). 

5.4.3 Results and discussion 

5.4.3.1 Morphology of the PLA nonwoven mats 

SEM images were taken to investigate the effect of the two annealing methods on the 

morphology of the PLA nonwoven mats. As it can be seen in Figure 5.27 c, heat treatment 

caused significant shrinkage of the mat, largely curled fibres were observed already after 5 

minutes of annealing. Increasing treatment time resulted in even stronger deformation (Figure 

5.27 e-f). This phenomenon is due to the relaxation of oriented amorphous PLA chains at 

temperatures above Tg [306]. However, after immersing in 40°C ethanol the microfibres 

mostly preserved their straight shape (Figure 5.27 b, d). Overwhelming majority of the PLA 

microfibres in Figure 5.27 a-f are of 1–3 µm thickness (some of them ranging from 0.25 µm 

to 8.5 µm). Thus, despite of the high throughput production method, a reasonably narrow 

diameter distribution was obtained. 
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Figure 5.27 SEM micrographs of the PLA mats, NT (a), E-5 (b), H-5 (c), E-45 (d), H-45 (e), H-90 

(f) 
 

The potential effect of thermally and solvent induced crystallisation on the fibre 

diameters was investigated by image analysis of SEM micrographs. The distribution of fibre 

diameters before and after treatments is depicted in Figure 5.28. Based on the diameter 

analysis data it is supposed that in the first period (5 minutes) of either thermal or solvent 

treatment the mean diameter of the fibres slightly increased, being a possible reason of the 

macroscopic constriction along with the curling of the microfibres. One possible explanation 

for this result is the chain relaxation of PLA macromolecules during treatment, practically 

after the beginning of the segment movement allows the contraction of the oriented chains 

along the longitudinal axis of the fibre. One-way ANOVA was implemented to evaluate the 

statistical significance of the difference between the mean values, and we could reject the null 

hypothesis (p = 0.00017) that the mean values of the fibre diameters are equal (H0: dNT = 

dE5 = dH5). It was found that the increase of fibre diameters of the thermally annealed mat is 

greater than that of the ethanol-treated samples which is in accordance with the greater 

shrinkage and more curly character of the H-5 mat as observed during SEM inspection 

(Figure 5.27). After 45 minutes of treatments (E-45 and H-45), however, a slight decrease in 
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the fibre diameters was revealed compared to the short-time treated fibres (E-5 and H-5), 

which is attributed with the increasing crystalline contents. 

  
Figure 5.28 Diameter distribution of fibres before (NT) and after (a) ethanol immersion and (b) 

thermal annealing 

5.4.3.2 Thermal characterisation using DSC and MDSC 

5.4.3.2.1 DSC measurements 

As the conventional DSC analysis revealed, the crystallisation during the solvent-

assisted treatment (ethanol, 40°C) fundamentally differs from that of conventional annealing 

at 85°C (Figure 5.29 a, b). 

  
Figure 5.29 DSC curves of (a) ethanol-treated (40°C) and (b) heat-treated (85°C) PLA nonwoven 

mats 

Regarding the curve of non-treated reference PLA mat, a significant cold 

crystallisation exotherm (Tcc ~ 70 to 90°C) can be observed right after the thermal effect of 
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Tg. A single melting endothermic peak is visible at 174.2°C along with a recrystallisation 

exotherm around 159°C corresponding to the crystal rearrangement and perfection of the less 

ordered α’ to the thermodynamically more stable α crystals, according to the related literature 

[230, 283]. The main difference between the annealing methods is the presence of this 

recrystallisation effect anticipating two distinct crystalline forms. On the one hand, each heat-

treated sample (H-5–H-90, Figure 5.29 b) shows this relatively small exotherm before the 

crystalline melting peak; on the other hand, it utterly disappears after 5-min immersion in 

40°C ethanol (Figure 5.29 a). Based on these results, it can be presumed that the ethanol 

solvent favours the formation of α crystals; however, conventional annealing at 85°C only 

results in less ordered α’ crystals. The cold crystallisation exotherm around 70–90°C is still 

noticeable in the case of H-5 and H-10 samples indicating a rather moderate pace of 

crystallisation in the conventional oven compared to the ethanol-aided treatment. 

5.4.3.2.2 New formula to estimate the crystalline fraction 

The degree of crystallinity (χc) of the samples was calculated according to Equation 

(4), a further developed version of the equation commonly used for the estimation of 

crystalline fraction of PLA samples (vid. Equation (3) in Chapter 4.3.3).  

𝜒𝑐 [%] =
∆𝐻𝑚−∆𝐻𝑐𝑐

∆𝐻𝑚
0∙ (1−𝜑)

∙ 100  (3) 

where ΔHm is the melting enthalpy, ΔHcc is the cold crystallisation enthalpy, ΔHm
0 is 

the melting enthalpy of a perfect PLA crystal and φ is the weight fraction of fillers. 

The necessity of the newly developed formula stems from the fact that the generally 

applied equation assumes a uniform crystalline phase, thus uses the reference melting 

enthalpy (ΔHm
0) of the 100% crystalline PLLA extrapolated to infinite crystal thickness (93 

J/g) [33, 216, 283] without taking into account the presence of different polymorphs, the α’ to 

α recrystallisation enthalpy or the influence of D-lactic acid units in the PLA sample. In 

addition, Equation (3) is widely used for the simple estimation of crystalline fraction of 

various PLA grades with different Tcc and Tm values. Neglecting the temperature dependence 

of crystallization and melting enthalpies could lead to indefinite χc values as most recently 

shown by Righetti et al. [285]. It was also proven that due to the presence of conformational 

defects in the disordered α’ polymorph, the enthalpies of melting of α’ and α crystals of 100% 

crystalline PLLA are different. 



 

 

109 

 

The initial use of Equation (3) eventuated an unrealistically large χc value (36.6%) for 

the as-recieved electrospun PLA fibres, even though during the electrospinning process 

(including HSES) the instantaneous evaporation of the solvent results in mostly amorphous 

fibrous material [188]. The small crystalline proportion of the as-spun fibres was confirmed 

by XRD and LTMA measurements shown in chapters 5.4.3.3.1 and 5.4.3.4.1. For all the 

reasons mentioned above, a more sophisticated formula was needed to include the four 

possible thermal events in the calculation. Based on qualitative data of MDSC discussed in 

the following chapter, the presence of two polymorphs (α and α’) were evinced. The melting 

endothermic peak around 174°C in Figure 5.29 corresponds to the melting of α crystals, 

whether formed in ethanol-assisted treatment or via crystal perfection during the DSC 

measurement. If any exothermic peak is present in the DSC curve, it must be subtracted from 

this melting endothermic peak in order not to be included in the initial crystalline fraction 

value. Each measured enthalpy has to be divided by the crystallisation or melting enthalpy of 

100% crystalline PLLA to yield the result of the given crystalline fraction. MDSC results also 

showed that the recrystallisation exothermic peak consists of the melting of α’ crystals and the 

simultaneous formation α crystals, thus the measured recrystallisation enthalpy must be 

divided by the difference of these two values. To express the crystalline fraction as a 

percentage, the final result is multiplied by 100 (Equation (4)). 

In Equation (4), ΔHm indicates the melting enthalpy, ΔHcc is the cold crystallisation 

enthalpy, ΔHrec is the recrystallisation enthalpy, ΔH0
m (α or α’) is the enthalpy of melting of 

the 100% crystalline PLLA in α (143 J/g) or α’ (107 J/g) form, ΔH0
c (α or α’) is the enthalpy 

of crystallisation of 100% crystalline PLLA in α (130 J/g) or α’ (76 J/g) form [285]. The 

negative and positive notation of exothermic and endothermic enthalpies was taken into 

account within the formula. 

𝜒𝑐 = (
𝛥𝐻𝑚

𝛥𝐻𝑚
0 (α)

−
𝛥𝐻𝑐𝑐

𝛥𝐻𝑐
0(α′)

−
𝛥𝐻𝑟𝑒𝑐

𝛥𝐻𝑐
0(α)−𝛥𝐻𝑚

0 (α′)
) ∗ 100    (%)  (4) 

The Tcc of α’ (85°C) and α crystals (145°C) as well as the Tm of the α’ (150°C) and α 

crystals (180°C) at which the enthalpies were investigated by Righetti et al. are similar to the 

respective temperatures of the present study, as it can be determined in Figure 5.29. Thus, 

with respect to the temperature dependence of crystallization and melting enthalpies, the use 

of these values and Equation (4) provides a better estimation for low D-lactide-containing 

PLA grades. However, one presupposition was made, namely that the solvent-assisted post-

crystallization treatment is comparable to crystallization at 145°C. 
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Figure 5.30 Effect of ethanol-induced and thermal annealing on the crystallinity of PLA 

microfibres 
 

The χc of the PLA nonwoven mats, calculated according to Equation (4) from the DSC 

curves, is presented in Figure 5.30. Using Equation (4) an initial χc of 2.2% is calculated, 

which seems to be more in accordance with the subsequent XRD and LTMA results (Chapters 

5.4.3.3.1 and 5.4.3.4.1) than the higher value (36.6%) estimated by the generally used 

Equation (3). As it can be seen, all along the ethanol-induced annealing the samples have 

significantly higher crystallinity then their heat-treated counterparts. It is assumed that due to 

the plasticising effect of ethanol and the increased mobility of polymer chains facilitated the 

formation of the thermodynamically more stable α crystals [264, 309]. After 45 min, 

conventional heat treatment resulted in samples revealing χc as high as 26%, but eventually 

ended up underperforming the samples soaked in ethanol, the crystallinity of which exceeded 

30% already after 5 min. This advantage of ethanol treatment is also attributed to the fast 

diffusion of the solvent in 0.25–8.50-µm-thick fibres allowing the immediate solvent-induced 

crystallisation of PLA. 

5.4.3.2.3 MDSC analysis 

The main goal of the MDSC measurements was the investigation of overlapping 

thermal effects by means of separating the heat capacity-dependent and kinetic changes 

within the fibres. The special approach of TOPEM® technique, a stochastic function is used 

for temperature modulation. During evaluation, a correlation analysis of the measured heat 

flow and the heating rate is carried out. The non-reversing heat flow is directly determined 

and can be associated with latent heat flow, while the reversing heat flow is calculated and 

can be linked to sensible heat flow. The sum of the two is the total heat flow [312]. 
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Figure 5.31 MDSC curve of the NT sample with the resulting reversible, non-reversible and total 

heat flow curves 
 

A temperature-modulated DSC curve of the non-treated sample is displayed in Figure 

5.31 with the obtained non-reversing heat flow as well as the calculated reversing and total 

heat flow curves. The cold crystallisation exotherm (70–85°C) is clearly visible in the non-

reversible heat flow, right after the relaxation of PLA fibres (58–62°C). Figure 5.32 allows us 

to observe these phenomena at higher resolution. Relaxation is only possible if the 

macromolecule segments have enough mobility to settle back to a more stable conformation, 

just after the temperature exceeds the Tg. The step of Tg takes place in the reversing curve, 

thus it can be separated from the relaxation exotherm. Based on the data of Figure 5.32 a it 

can be concluded that 5 min of heat treatment reduces the Tg and the relaxation temperature 

by about 5°C. This is presumably caused by increasing D-lactide content within the 

amorphous phase since the lamella thickening and crystalline reorganisation process uses up 

free L-lactide units as building blocks [216]. 

In the case of the reference PLA nonwoven (NT) and the heat-treated (H-5–H-90) 

samples, the recrystallisation of the less ordered α’ to the thermodynamically more stable α 

crystals can be separated into two processes (Figure 5.32 b). In the non-reversing curve, the 

melting of α’ crystals can be observed; meanwhile, in the reversing heat flow curve, the 

crystallisation of α crystals is noticeable. The small exothermic peak around 160°C is their 

sum, as it can also be seen in Equation (4). The lack of the recrystallisation exotherm 

confirms the ordered α structure of the ethanol-immersed samples, even after 5 min of 

treatment. 



 

 

112 

 

 

Figure 5.32 MDSC curves in the temperature ranges of (a) 50–90°C and (b) 150–185°C 
 

5.4.3.3 Structural characterisation of the PLA microfibres 

5.4.3.3.1 X-ray diffraction (XRD) measurements 

X-ray diffraction measurement is one of the few characterisation techniques that are 

able to differentiate the α and α’ crystalline phases; accordingly, this technique evinced clear 

structural differences between the PLA nonwoven mat samples treated by the two annealing 

methods. Figure 5.33 a shows the formation of different crystalline structures as a function of 

treatment time. In contrast to the diffraction pattern of the NT sample, two strong reflections 

at 2θ = 16.8°–17.0° and 2θ = 19.0°–19.2° are observed for all the recrystallised samples. The 

reflection intensities are in accordance with the trend of the crystallinity values in Figure 5.30. 

While crystallisation during conventional annealing at 85°C progresses quite slowly, solvent-

treated samples reach their maximum crystalline content within 5–10 minutes. Even 3 s of 

immersion in 40°C ethanol actively promoted the formation of crystallites. With regard to 

ethanol-treated samples, a slight shift in these two main reflections is in evidence. In Figure 

5.33 a, the differences between the two approaches of annealing can be examined in detail. 

Indexing of the observed reflections, based on the crystal structures reported for the α and α’ 

polymorphs, are shown as well [283, 285, 323]. For comparison, the diffraction patterns of E 

45 and H 45 samples are normalised using the strongest 110/200 reflection intensity. In Figure 

5.33 b, the changes in the peak positions of the 110/200 and 203 reflections are more visible, 

indicating the two distinct crystalline structures of α and α’ phases. 
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Moreover, ethanol-treated samples exhibit the 210 peak at 2θ = 22.8°, which is also 

strong evidence of the more ordered polymorph. Hence, it was evinced that the ethanol 

solvent actively induces the formation of α crystals, while conventional heat treatment at 

85°C only results in less ordered α’ crystal structure with a rather moderate pace. 

  
Figure 5.33 XRD patterns of the PLA nonwoven mats (a) effect of treatment time (0–45 min), (b) 

effect of treatment type (i.e. ethanol, heat treatment) 
 

5.4.3.3.2 Raman micro-spectroscopic characterisation 

Raman micro-spectroscopy was used for structural analysis of the single fibres of the 

non-treated, heat-treated and solvent-treated electrospun PLA mats, respectively. In Figure 

5.34, higher crystallinity of both types of treated fibres compared to the non-treated PLA 

fibres is revealed by the increased intensity of the crystallinity-sensitive peak at 923 cm-1 and 

by the changes of the relative intensity of the bands in the 360–460 cm-1 region [318]. 

Although the two crystalline forms α and α’ have similar Raman features, some differences 

can be seen in the 200 cm-1 region as shown in Figure 5.35 a. In the spectrum collected from 

the thermally annealed PLA fibre (H-90) the greater degree of disorder of the α’ phase results 

in lowering in the frequency of the 200 cm-1 band [316]. On the other hand, the presence of 

triplet in the carbonyl stretching region (Figure 5.35 b) indicates the predominance of α 

crystals in the ethanol-treated fibre (E-45). 
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Figure 5.34 Raman spectra of non-treated PLA fibres (NT), effect of heat treatment (H-90: 85°C, 

90 min) and ethanol-assisted crystallisation (E-45: 40°C, 45 min) 

The Raman spectroscopic analysis of fibres confirmed that the two types of post-

crystallisation processes result in different crystalline structures; thermal annealing at 90℃ 

results in α’ rich structure, while ethanol immersion favours the formation of more ordered α 

crystalline structure, as also found based on DSC and XRD measurements carried out on the 

non-woven mats. It has to be noted that the more ordered α crystalline structure of PLA can 

also be obtained by thermal annealing when carried out at higher temperature (above 140℃), 

but this method is not feasible in the case of microfibrous mats as the high-temperature 

annealing would cause fusion of the fibres [296, 306, 307]. Raman spectroscopic analysis, in 

contrast to XRD method, can be applied for in-line characterisation of the crystalline structure 

of PLA products. 

  

Figure 5.35 Differentiation between α (E-45) and α’ (H-90) crystalline structures via Raman 

spectroscopy (a) 100–550 cm-1 and (b) 1720–1820 cm-1 ranges 
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5.4.3.4 Thermomechanical and mechanical properties 

5.4.3.4.1 Localised thermomechanical analysis (LTMA) 

For the comparison of thermomechanical properties of the high α crystalline-

containing ethanol-treated mats, the heat-treated samples consisting of α’ crystals and the 

mostly amorphous non-treated fibrous material, LTMA measurements were implemented. 

Three of the measured thermomechanical curves are shown in Figure 5.36 as the most 

characteristic results of the LTMA tests. A significant deflection of the probe occurs 

following the Tg (~55°C) of the PLA polymer, the effect is more pronounced and takes place 

earlier in the case of the NT sample. The result of the different crystallisation methods can 

also be seen in the figure, the load bearing capacity of E-45 and H-90 samples is considerably 

higher due to the larger degree of crystallinity. The second remarkable deflection appears 

around the crystalline melting temperature (155–165°C). The H-90 sample containing less 

ordered α’ crystals begin to melt at a lower temperature; however, the deflection of the H-90 

and E-45 samples are about the same order of magnitude. A small diversion on the curve of 

the NT sample is also noticeable, meaning the fibres inherently developed some degree of 

crystallinity during the high-speed electrospinning process. As the heating rate of this 

measurement is 10°C/s, cold crystallisation is out of question in this case. The evinced 

increased HDTs of the recrystallised PLA microfibres is accompanied with better heat 

stability which can be of key importance in a large variety of potential applications were the 

PLA nonwovens may be exposed to elevated temperatures (such as scaffold sterilisation, high 

temperature filtration, etc). From this respect the ethanol-induced crystallisation resulting in 

higher crystalline fraction composed of ordered α crystals seem to be more advantageous. 

  

Figure 5.36 Localised thermomechanical curves of PLA fibre mats (NT: non-treated, H-90: heat 

treatment at 85°C for 90 min, E-45: ethanol-assisted annealing at 40°C for 45 min) 
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5.4.3.4.2 Static tensile tests 

In Figure 5.37, typical stress-strain curves of the non-treated microfibrous PLA mats, 

as well as the E-15 and H-15 samples were plotted together to display differences in general. 

The effect of both annealing methods manifests itself quite obviously, tensile strength and 

Young’s modulus increased significantly, with adverse consequences on ductility.  

  

Figure 5.37 Stress-strain curves of the PLA nonwoven mats 

The outcome of conventional heat treating is more remarkable, the tensile strengths at 

yield (σy) of these nonwoven mats are about 30% higher than those of the ethanol-treated 

samples, as depicted in Figure 5.38 a more specifically. Eventually, both annealing methods 

resulted in superior mechanical properties of PLA mats: 50–120% and 120–200% increase in 

tensile strength was achieved by ethanol and heat treatment, respectively. It is assumed that a 

significant component of the tensile strength comes from the bonds between individual fibres, 

which are more characteristic for heat-treated PLA mats. This hypothesis is supported by the 

SEM micrographs of Figure 5.27, where longitudinal adhesion of the microfibres can be 

evinced. The cleaning effect of solvent treatment also may have reduced the adhesion 

between the PLA fibres. In addition, the mean diameters of heat-treated fibres increased to 

~135%, while that of the ethanol-treated fibres barely exceeded 115% compared to the NT 

mat, resulting in higher stiffness. Young’s moduli (E) of the samples also improved 

significantly, reaching twofold–threefold increase for both crystallisation routes (Figure 

5.38b). The notable standard deviation of the measured values may have been caused by the 

differences in fibre alignment or the varying thickness of the mat sample. In comparison, the 

tensile strength and Young’s modulus of ethanol-treated microfibrous PLA mats prepared by 

Gualandi et al. [264] increased by 69% and 36%, respectively. The strength of their non-

treated samples was around 3.4 MPa, although, this value increased only to 4.5 MPa upon 
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annealing. Li et al. also reported that Young’s moduli of electrospun PLA mats increased with 

annealing time, reaching 0.4 GPa [297]. 

  

Figure 5.38 Mechanical properties of nonwoven mats: (a) tensile strength, (b) Young’s modulus 

5.4.4 Conclusions 

Microfibrous PLA nonwoven mats were successfully manufactured by high-speed 

electrospinning, reaching a remarkable productivity of 40 g/h, even higher than that of the 

melt-blowing technique used in the previous study. The effects of conventional thermal 

annealing and ethanol-induced crystallisation were investigated on the thermal and 

mechanical properties of low D-lactide-containing fibres, as well as on the morphology and 

the crystal structure of the microfibres. SEM images revealed a more noticeable relaxation of 

the samples treated at 85°C; on the other hand, ethanol-treated fibres mostly preserved their 

original shape. The fibre diameters were in the range of 0.25–8.5 µm and were found to 

increase by 0.3 and 0.6 µm as a result of solvent and heat treatment, respectively. 

Conventional DSC showed that solvent-induced crystallisation progresses 2-3 times 

more rapidly, besides, the large surface area to volume ratio further increases the efficiency of 

the methods. By using cold crystallisation, recrystallisation and melting enthalpy values of 

different crystalline forms, a novel formula developed for the estimation of crystalline fraction 

provided more accurate results compared to the previously used equation. Differentiation 

between the melting of α’ form and recrystallisation to α form within a single sample was 

accomplished using temperature-modulated DSC method. As this effect was absent from the 

MDSC curves of ethanol-treated fibres, it was evinced that this technique exclusively induces 

the formation of the more stable α polymorph. Raman micro-spectroscopy and XRD 

measurements confirmed this phenomenon, allowing in-line observation of the shift between 
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α and α’ crystalline structure. Based on the results of the LTMA measurements applied for 

single fibres, superior heat resistance of both recrystallised samples was verified when 

compared to non-treated microfibres. Ethanol treatment resulted in fibres with a slightly 

higher melting temperature range due to their high α content. Tensile tests showed that 

annealing increased the tensile strength of the ethanol- and heat-treated nonwoven mats by 

50–120% and 120–200%, respectively. We also found that better structural integrity plays a 

key role in improved mechanical properties of the heat-treated PLA nonwovens. 

The results might contribute to further research of lightweight PLA SRCs; the use of 

multiple layers of differently treated, thin nonwovens could be considered. Improvement in 

the fibre manufacturing method is also possible, high-speed coaxial or dual electrospinning of 

different PLA grades would widen the processing temperature window of SRC production. 

Recrystallised PLA nonwovens, due to their increased thermal stability and mechanical 

properties, are expected to find application in even wider fields such as medical aids, 

packaging or clothing. 

Related publications: IV, XX, XXI 
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6 APPLICABILITY OF THE RESULTS 

1. During the NVKP 16-1-2016-0012 project implemented in the consortium of BME, 

DS Smith Packaging Hungary Kft. and Polifoam Műanyagfeldolgozó Kft, a PLA cushioning 

material with extremely low density (~0.04 kg/m3) and outstanding compressive strength (111 

± 20 kPa) was developed. Ingeo™ Biopolymer 8052D type PLA (Table 4.1) was used for the 

experiments; this PLA grade was exclusively developed by NatureWorks for foaming purposes. 

The development of the twin-screw extruder used for physical foaming was realised 

within the framework of the project; the L/D ratio was increased to 30 by addition of a 5th 

zone (Figure 6.1). The extruder was also equipped with a gear melt pump to provide 

consistent flow rates, which are independent of temperature and pressure. A static mixer with 

robustious air cooling was also inserted between the gear pump and the die to subserve heat 

dissipation from the melt. These additional parts eventually improved the manageability of the 

continuous foaming process. Due to a request from the partners, flat PLA foams were also 

produced using a 0.5 × 25 mm sheet die (Figure 6.2). 

 

 

Figure 6.1 Twin-screw extruder with additional parts 
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Figure 6.2 Manufacturing of flat PLA foam 

 

Figure 6.3 Instrumented packaging performance drop tests 

The flat PLA foams were applied on cardboard pallets, on which testing packages 

were located. Using a PDT-56 Precision Drop Tester, our partner conducted packaging 

performance drop tests from 610 mm height. Due to the prominent microcellular structure of 

the manufactured PLA foam, it showed better energy absorption (Figure 6.3) than the 

polystyrene cushioning material widely used in the industry. Based on our accelerated aging 

tests, stability of the cushioning material is adequate, and they can be completely degraded in 

compost.  

 



 

 

121 

 

2. Based on a new recognition and the experience gained during this research, elastic 

and piezoelectric PLA foams were developed. The invention has been the subject of a priority 

patent application submitted by the Budapest University of Technology and Economics 

(SZTNH case number: P2000412). [V] 

 

3. PLA cases were manufactured by vacuum forming using PLA fibres annealed. The 

micro- and nanofibrous mats produced by HSES did not deteriorate during heating at 100°C 

for 80 sec. Boxes modified by PLA mats can be used e.g. as an absorbent, or as a carrier for 

antioxidants and preservatives in a multifunctional packaging system. 

 

  



 

 

122 

 

7 SUMMARY 

This work devoted effort to develop lightweight composite systems that could offer an 

environmentally friendly alternative to replace conventional solutions and raw materials. A 

more specific goal was to effectuate value-adding modifications of polylactic acid (PLA), 

which is an intensively researched, promising biomaterial. 

Low density, microcellular PLA foams were produced using industrially relevant 

continuous technology and functionalised to modify or endow new properties. The 

possibilities of fibre reinforcement and flame retardancy were investigated.  

Low density (ρ < 0.05 g/cm3) cellulose or basalt fibre-containing biocomposite PLA 

foams were firstly prepared by supercritical carbon dioxide-assisted extrusion foaming. Both 

natural fibres promoted the nucleation effectively, but the highest degree of crystallinity 

values were obtained for the basalt fibre-containing PLA foams. In the case of cellulose 

fibres, it is supposed that the increased dynamic viscosity and thus the hindrance of molecular 

chain mobility decreased the crystallisation. The weaker fibre-matrix interaction resulted in 

cell fusion and a wider cell size distribution. 

For further foaming experiments, a shift from single-screw to twin-screw extruder was 

decided to improve dispersion of the blowing agent into the polymer melt. Low-density (0.05-

0.13 g/cm3), flame-retarded microcellular PLA foams were firstly produced using continuous 

extrusion technology. Carbon dioxide used as physical blowing agent effectively plasticized 

the melt, thus PLA could be processed at 100-110 °C instead of the usual 170-190 °C. 

Foamability was effectively enhanced by the addition of reactive chain-extender and 

nanosized clay particles. A novel intumescent flame-retardant additive system, including 

cellulose treated with phosphorus and boron-containing compounds was developed to reduce 

flammability. Even though non-FR foams by their porous nature are more flammable than 

their solid polymeric counterparts (horizontal flame spread rates: 313 vs. 33 mm/min), 

significant flame retardancy was achieved. 40% reduction in specific peak of heat release rate, 

UL94 V-0 (i.e. self-extinguishing) rating accompanied with limiting oxygen index value as 

high as 31.5 vol% were reached for the developed flame-retardant containing PLA foam. 

As another approach to PLA-based lightweight products, micro- and nanofibre 

producing techniques and self-reinforced composite preparation methods were investigated 
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and further developed to adjust for the inherent weaknesses of PLA such as slow 

crystallisation, brittleness and sensitivity to degradation. 

Melt-blown PLA fibres with a diameter of 2-14 µm were produced from which self-

reinforced composites were created for the first time. This environmentally friendly, solvent-

free fibre production technology allowed the manufacturing of nonwoven webs, which were 

recrystallized to improve processability. Composites were prepared from PLA microfibres 

with 2–7 times higher crystalline proportions (compared to the original webs) by hot 

compaction method with a tensile strength 47% higher compared to self-reinforced 

composites made without post-crystallisation.  

High-speed electrospinning (HSES) was used to produce PLA micro- and nanofibres 

with a scaled-up productivity of 40 g/h, uniquely in the literature. The annealing methods of 

PLA webs produced by the HSES technique were compared with regard to the morphology, 

crystal structure and mechanical properties of the final product. It was evinced that heat 

treatment results in the formation of the less stable α′ crystal modification, while ethanol 

treatment facilitates the formation of a more stable α modification. In terms of efficiency of 

the treatment methods, ethanol-assisted annealing proved to be better, the crystallinity of the 

modified webs exceeded 32%, and this was achieved 2-3 times faster than the 26% maximum 

crystallinity attained by the conventional heat treatment. By exploiting the high spatial 

resolution of localised thermomechanical analysis and implementing further method 

developments, HDT measurements were successfully conducted on single fibres, verifying 

superior heat resistance of recrystallised samples over non-treated fibres. Also, a new formula 

was proposed, which, by using cold crystallisation, recrystallisation and melting enthalpy 

values of different crystalline forms based on temperature-modulated differential scanning 

calorimetry (MDSC) results, offers the accurate calculation of complex crystalline 

compositions. With a deeper understanding of the structure-property relationships obtainable 

as a result of different annealing methods, the production of self-reinforced composited could 

be more reliable. 

The citation and read indicators of the published research topics suggest that the topic 

is of interest and its industrial and scientific relevance is significant. The porotypes and 

production technologies developed during the successful cooperation with academic and 

industrial partners reinforce the importance of the field. 

  



 

 

124 

 

PUBLICATIONS 

Publications on which thesis findings are based 

[I] K. Bocz, T. Tábi, D. Vadas, M. Sauceau, J. Fages, G. Marosi: Characterisation of 

natural fibre reinforced PLA foams prepared by supercritical CO2 assisted 

extrusion. Express Polymer Letters, 10(9), (2016) 771–779. IF: 2.983, C: 31  

https://doi.org/10.3144/expresspolymlett.2016.71 

[II] D. Vadas, T. Igricz, G. Marosi, K. Bocz: Flame retardancy of microcellular 

poly(lactic acid) foams prepared by supercritical CO2-assisted extrusion. Polymer 

Degradation and Stability, 153, (2018) 100–108. IF: 3.780, C: 12  

https://doi.org/10.1016/j.polymdegradstab.2018.04.021 

[III] D. Vadas, D. Kmetykó, G. Marosi, K. Bocz: Application of Melt-Blown Poly(Lactic 

Acid) Fibres in Self-Reinforced Composites. Polymers, 10(7), (2018) 766. IF: 3.164, 

C: 4 https://doi.org/10.3390/polym10070766 

[IV] D. Vadas, Z. K. Nagy, I. Csontos, G. Marosi, K. Bocz: Effects of thermal annealing 

and solvent-induced crystallisation on the structure and properties of poly(lactic 

acid) microfibres produced by high-speed electrospinning. Journal of Thermal 

Analysis and Calorimetry, 25. January (2020) IF: 2.731, C: 2  

https://doi.org/10.1007/s10973-019-09191-8 

Further related articles 

[V] D. Vadas (70%), T. Igricz (15%), K. Bocz (10%), G. Marosi (5%): Politejsav alapú 

hab és ennek előállítására szolgáló eljárás (Poly(lactic acid)-based foam and 

manufacturing the same), Szellemi Tulajdon Nemzeti Hivatala (Hungarian 

Intellectual Property Office) case number: P2000412 (priority patent application 

submitted by Budapest University of Technology and Economics on December 4th 

2020, 13:42) 

[VI] K. Bocz, T. Igricz, Á. Kmetty, T. Tábi, B. Szabó, D. Vadas, L. Kiss, T. Vigh, G. 

Marosi: Funkcionalizált biopolimer habok fejlesztése szuperkritikus széndioxiddal 

segített extrúzióval. Polimerek, 2(2), (2016) 46–49.  

[VII] D. Vadas, K.Bocz, T. Igricz, T. Tábi, B. Szabó, G. Marosi: Égésgátolt politejsav 

habok előállítása szuperkritikus szén-dioxiddal segített extrúzióval. Polimerek, 3(5), 

(2017) 156–160.  

[VIII] D. Vadas, D. Kmetykó, B. Szabó, G. Marosi, K. Bocz: Ömledékfúvással gyártott 

mikroszálak felhasználása önerősített politejsav kompozitok előállítására. 

Polimerek, 4(7-8), (2018) 245–250.  

  

https://doi.org/10.3144/expresspolymlett.2016.71
https://doi.org/10.1016/j.polymdegradstab.2018.04.021
https://doi.org/10.3390/polym10070766
https://doi.org/10.1007/s10973-019-09191-8


 

 

125 

 

Further articles 

[IX] D. Vadas, Á. Kmetty, T. Bárány, G. Marosi, K. Bocz: Flame retarded self-

reinforced polypropylene composites prepared by injection moulding. Polymers for 

Advanced Technologies, 29(1), (2018) 433–441. IF: 2.162, C: 4  

https://doi.org/10.1002/pat.4132 

[X] K. Bocz, K. E. Decsov, A. Farkas, D. Vadas, T. Bárány, A. Wacha, A. Bóta, G. 

Marosi: Non-destructive characterisation of all-polypropylene composites using 

small angle X-ray scattering and polarized Raman spectroscopy. Composites: Part 

A: Applied Science and Manufacturing, 114, (2018) 250–257. IF: 6.282, C: 1  

https://doi.org/10.1016/j.compositesa.2018.08.020 

[XI] K. E. Decsov, K. Bocz, B. Szolnoki, S. Bourbigot, G. Fontaine, D. Vadas, G. 

Marosi: Development of Bioepoxy Resin Microencapsulated Ammonium-

Polyphosphate for Flame Retardancy of Polylactic Acid. Molecules, 24(22), (2019) 

4123. IF: 3.267, C: 2 https://doi.org/10.3390/molecules24224123 

[XII] K. Bocz, B. Szolnoki, A. Farkas, E. Verret, D. Vadas, K. Decsov, G. Marosi: 

Optimal distribution of phosphorus compounds in multi-layered natural fabric 

reinforced biocomposites. Express Polymer Letters, 14(7), (2020) 606–618. 

IF: 3.083, C: 2 https://doi.org/10.3144/expresspolymlett.2020.50 

[XIII] K. Bocz, F. Ronkay, B. Molnár, D. Vadas, M. Gyürkés, D. Gere, G. Marosi, T. 

Czigany: Recycled PET foaming: supercritical carbon dioxide assisted extrusion 

with real-time quality monitoring. Advanced Industrial and Engineering Polymer 

Research (accepted: 2nd March 2021.) 

Oral presentations 

[XIV] D. Vadas, K. Bocz, G. Marosi: Flame retardancy of injection moulded, self-

reinforced polypropylene composites. 12th International Conference Students for 

Students, (22–25 April 2015), Cluj-Napoca, Romania 

[XVI] D. Vadas, K. Bocz, G. Marosi: Supercritical carbon dioxide aided extrusion 

foaming of biodegradable polymers. 13th International Conference Students for 

Students, (13–17 April 2016), Cluj-Napoca, Romania 

[XVII] D. Vadas, K. Bocz, G. Marosi: Supercritical carbon dioxide aided extrusion 

foaming of biodegradable polymers. 3rd International Conference on Bio-based 

Polymers and Composites, (28 August – 1 Sept. 2016), Szeged, Hungary 

[XVIII] D. Vadas, D. Kmetykó, G. Marosi, Bocz K: Application of melt-blown poly(lactic 

acid) filaments in self-reinforced composites. Polymers 2018: Design, Function and 

Application, (21–23 March 2018) Barcelona, Spain 

https://doi.org/10.1002/pat.4132
https://doi.org/10.1016/j.compositesa.2018.08.020
https://doi.org/10.3390/molecules24224123
https://doi.org/10.3144/expresspolymlett.2020.50


 

 

126 

 

[XIX] D. Vadas, D. Kmetykó, K. Bocz, G. Marosi: Preparation of self-reinforced 

poly(lactic acid) composites using melt-blown microfibrous mats. 18th European 

Conference on Composite Materials, (24–28 June 2018) Athens, Greece 

[XX] D. Vadas, D. Kmetykó, K. Bocz, G. Marosi: Comparison of fibre production 

methods for preparation of self-reinforced poly(lactic acid) composites. 4th 

International Conference on Bio-based Polymers and Composites, (2–6 September 

2018), Balatonfüred, Hungary 

[XXI] G. Marosi, B. Démuth, D. Vadas: Thermal and spectroscopic evaluation of the 

applicability of biopolymers for pharmaceutical and engineering purposes. 2nd 

Journal of Thermal Analysis and Calorimetry Conference, (18–21 June 2019) 

Budapest, Hungary 

Poster presentations 

[XXII] D. Vadas, K. Bocz, M. Domonkos, T. Igricz, T. Bárány, G. Marosi: Development of 

flame retarded self-reinforced composites from renewable resources. International 

Conference on Bio-friendly Polymers and Polymer Additives, (19–21 May 2014) 

Budapest, Hungary 

[XXIII] D. Vadas, K. Bocz, T. Igricz, B. Szabó, G. Marosi: Green flame retardancy of 

microcellular poly(lactic aid) foams. 16th European Meeting on Fire Retardant 

Polymeric Materials, (3–6 July 2017) Manchester, United Kingdom 

[XXIV] D. Vadas, D. Kmetykó, K. Bocz, G. Marosi: Phosphorus-based flame retardancy of 

microcellular poly(lactic aid) foams. 22nd International Conference on Phosphorus 

Chemistry, (8-13 July 2018) Budapest, Hungary 

[XXV] D. Vadas, D. Kmetykó, K. Bocz, G. Marosi: Physical and Chemical Foaming of 

Flame Retarded Poly(lactic acid). 17th European Meeting on Fire Retardant 

Polymeric Materials, (26-28 June 2019) Turku, Finland 

[XXVI]  D. Vadas, D. Kmetykó, K. Bocz, G. Marosi: Physical and Chemical Foaming of 

Flame Retarded Poly(lactic acid). XVII Conference of the George Olah Doctoral 

School - "Innovative research at the BME Faculty of Chemical Technology and 

Biotechnology” (23 September 2019) Budapest, Hungary 

[XXVII] K. Bocz, B.Szolnoki, A. Farkas, E. Verret, D. Vadas, G. Marosi: Flame retardancy 

of flax fabric reinforced polylactic acid composites. XVIII Conference of the George 

Olah Doctoral School (28 September 2020) Budapest, Hungary  



 

 

127 

 

REFERENCES 

324 325 326 327 328 329 330 331 332 333 334 335 336 337 338 

 

[1] D. Maga, M. Hiebel, N. Thonemann: Life cycle assessment of recycling options for 

polylactic acid, Resources, Conservation and Recycling, 149, (2019) 86–96. 

[2] J.D. Sachs, G. Schmidt-Traub, M. Mazzucato, D. Messner, N. Nakicenovic, J. 

Rockström: Six Transformations to achieve the Sustainable Development Goals. 

Nature Sustainability 2, (2019) 805–814. 

[3] G. Moraga, S. Huysveld, F. Mathieux, G.A. Blengini, L. Alaerts, K. Van Acker, S. de 

Meester, J. Dewulf: Circular economy indicators: What do they measure? Resources, 

Conservation and Recycling, 146, (2019) 452–461. 

[4] K. Marsh, B. Bugusu: Food Packaging—Roles, Materials, and Environmental Issues. 

Journal of Food Science, 72(3), (2007) 39–55. 

[5] V. Bisinella, P. F. Albizzati, T. F. Astrup, A. Damgaard (Eds.): Life Cycle Assessment 

of grocery carrier bags. Danish Environmental Protection Agency, Miljoeprojekter, 

No. 1985 (2018) 

[6] M. Pervaiz, S. Panthapulakkal, M. Sain, J. Tjong: Emerging Trends in Automotive 

Lightweighting through Novel Composite Materials. Materials Sciences and 

Applications 7(1), (2016) 26–38. 

[7] P.S. Liu, G.F. Chen: 8. Application of Polymer Foams. in: Porous Materials, 

Processing and Applications. Elsevier Science, Amsterdam, (2014) 383–408. 

[8] Á. Kmetty, T. Bárány, J. Karger-Kocsis: Self-reinforced polymeric materials: A 

review. Progress in Polymer Science, 35(10), (2010) 1288–1310. 

[9] https://www.plasticseurope.org/application/files/4315/1310/4805/plastic-the-fact-

2016.pdf (Last accessed: November 2020) 

[10] J. R. Jambeck, R. Geyer, C. Wilcox, T. R. Siegler, M. Perryman, A. Andrady, R. 

Narayan, K. L. Law: Plastic waste inputs from land into the ocean. Science, 

347(6223), (2015) 768–771. 

[11] H. Ritchie: Plastic Pollution. Published online at OurWorldInData.org. Retrieved 

from: 'https://ourworldindata.org/plastic-pollution' (2018) 

[12] https://docs.european-bioplastics.org/publications/EUBP_Facts_and_figures.pdf (Last 

accessed: November 2020) 

[13] L. R. Brown: Building a sustainable society. Society, 19(2) (1982) 75–85. 

[14] G. H. Brundtland: Our Common Future—Call for Action. Environmental 

Conservation, 14(4) (1987) 291–294. 

[15] H. E. Daly: Toward some operational principles of sustainable development. 

Ecological Economics, 2 (1990) 1–6. 

[16] H. E. Daly: Beyond Growth: The Economics of Sustainable Development. Beacon 

press, Boston (1996) 

[17] Ellen MacArthur Foundation, SUN and McKinsey Center for Business and 

Environment: Growth Within: A Circular Economy Vision for a Competitive Europe. 

(2015) 

https://www.ellenmacarthurfoundation.org/assets/downloads/publications/EllenMacAr

thurFoundation_Growth-Within_July15.pdf  (Last accessed: November 2020) 

[18] E.T.H. Vink, S. Davies: Life Cycle Inventory and Impact Assessment Data for 2014 

IngeoTM Polylactide Production. Industrial Biotechnology, 11(3) (2015) 167–180. 

https://www.plasticseurope.org/application/files/4315/1310/4805/plastic-the-fact-2016.pdf
https://www.plasticseurope.org/application/files/4315/1310/4805/plastic-the-fact-2016.pdf
https://docs.european-bioplastics.org/publications/EUBP_Facts_and_figures.pdf
https://www.ellenmacarthurfoundation.org/assets/downloads/publications/EllenMacArthurFoundation_Growth-Within_July15.pdf
https://www.ellenmacarthurfoundation.org/assets/downloads/publications/EllenMacArthurFoundation_Growth-Within_July15.pdf


 

 

128 

 

 

[19] National Oceanic & Atmospheric Administration. Earth System Research Laboratory, 

Global Monitoring Division. Available at: https://www.esrl.noaa.gov/gmd/ccgg/trends 

(Last accessed: November 2020) 

[20] S. Spierling, V. Venkatachalam, M. Mudersbach, N. Becker, C. Herrmann, H.-J. 

Endres: End-of-Life Options for Bio-Based Plastics in a Circular Economy—Status 

Quo and Potential from a Life Cycle Assessment Perspective. Resources, 9(7) (2020) 

90. 

[21] European Bioplastics: What are bioplastics? https://www.european-

bioplastics.org/bioplastics/ (Last accessed: November 2020) 

[22] M. Vert, Y. Doi, K. Hellwich, M. Hess, P. Hodge, P. Kubisa, M. Rinaudo, F. Schué: 

Terminology for biorelated polymers and applications (IUPAC Recommendations 

2012). Pure and Applied Chemistry, 84 (2012) 377–410. 

[23] S. Walker, R. Rothman: Life cycle assessment of bio-based and fossil-based plastic: A 

review. Journal of Cleaner Production 261 (2020) 121158. 

[24] A. U. B. Queiroz, F. P. Collares-Queiroz, Innovation and Industrial Trends in 

Bioplastics. Polymer Reviews, 49(2) (2009) 65–78.  

[25] N. L. Thomas, J. Clarke, A. R. McLauchlin, S.G. Patrick: Oxodegradable plastics: 

degradation, environmental impact and recycling. Proceedings of the Institution of 

Civil Engineers - Waste and Resource Management, 165(3) (2012) 133–140. 

[26] S. Schiavo, M. Oliviero, S. Chiavarini, S. Manzo: Adverse effects of oxo-degradable 

plastic leachates in freshwater environment. Environmental Science and Pollution 

Research, 27, (2020) 8586–8595. 

[27] European Parliament Press Releases: Parliament seals ban on throwaway plastics by 

2021. (2019) Available online: https://www.europarl.europa.eu/news/en/press-

room/20190321IPR32111/parliament-seals-ban-on-throwaway-plastics-by-2021 (Last 

accessed: December 2020) 

[28] M. Lemoigne: Products of dehydration and polymerization of β-hydroxic acid. 

Bulletin de la Société de Chimie Biologique 8 (1926) 770–782. 

[29] W. Shurtleff, A. Aoyagi: Henry Ford and his Researchers - History of their Work with 

Soybeans, Soyfoods and Chemurgy (1928-2011): Extensively Annotated Bibliography 

and Sourcebook. Soyinfo Center (2011) 

[30] D. E. Henton, P. Gruber, J. Hunt, J. Randall: Polylactic acid technology. From the 

book: Natural Fibres, Biopolymers, and Biocomposites (2005) 527–577. 

[31] K. Masutani, Y. Kimura: Chapter 1: PLA Synthesis. From the Monomer to the 

Polymer. From the book: Poly(lactic acid) Science and Technology : Processing, 

Properties, Additives and Applications (2014) 3–36. 

[32] P. Gruber, M. O’Brien: 8 – Polylactides: „NatureWorksTM PLA” From the book: 

Biopolymers (2004) 235–239. 

[33] D. Garlotta: A literature review of poly(lactic acid). Journal of Polymers and the 

Environment, 9 (2002) 63–84. 

[34] R. A. Auras, L.T. Lim, S.E.M. Selke, H. Tsuji: Poly(lactic acid): Synthesis, Structures, 

Properties, Processing, and Applications. Wiley Series on Polymer Engineering and 

Technology, John Wiley & Sons, New Jersey (2010) 

[35] H. Uehara, Y. Karaki, S. Wada, T. Yamanobe: Stereo-Complex Crystallization of 

Poly(lactic acid)s in Block-Copolymer Phase Separation. ACS Applied Materials & 

Interfaces, 2 (2010) 2707–2710. 

https://www.esrl.noaa.gov/gmd/ccgg/trends
https://www.european-bioplastics.org/bioplastics/
https://www.european-bioplastics.org/bioplastics/
https://www.europarl.europa.eu/news/en/press-room/20190321IPR32111/parliament-seals-ban-on-throwaway-plastics-by-2021
https://www.europarl.europa.eu/news/en/press-room/20190321IPR32111/parliament-seals-ban-on-throwaway-plastics-by-2021


 

 

129 

 

 

[36] NatureWorks LLC Press Releases (2016)   

https://www.natureworksllc.com/News-and-Events/Press-Releases/2016/03-09-16-

NatureWorks-Methane-to-Lactic-Acid-Fermentation-Lab (Last accessed: November 

2020) 

[37] D. Nagarajan, A. Nandini, C.-D. Dong, D.-J. Lee, J.-S. Chang: Lactic Acid Production 

from Renewable Feedstocks Using Poly(vinyl alcohol)-Immobilized Lactobacillus 

plantarum 23. Industrial & Engineering Chemistry Research. 59(39) (2020) 17156–

17164. 

[38] Y. Hu, W.A. Daoud, B. Fei, L. Chen, T.H. Kwan, C.S.K. Lin, Efficient ZnO aqueous 

nanoparticle catalysed lactide synthesis for poly(lactic acid) fibre production from 

food waste. Journal of Cleaner Production, 165 (2017) 157–167. 

[39] T. H. Kwan, Y. Hu, C. S. K. Lin, (2018). Techno-economic analysis of a food waste 

valorisation process for lactic acid, lactide and poly(lactic acid) production. Journal 

of Cleaner Production, 181 (2018) 72–87. 

[40]   European Bioplastics: Facts and Figures. Available online:  http://docs.european-

bioplastics.org/publications/EUBP_Facts_and_figures.pdf (Last accessed: December 

2020) 

[41]  European Bioplastics: Bioplastics market data 2018. Available online:  

https://www.european-bioplastics.org/wp-

content/uploads/2016/02/Report_Bioplastics-Market-Data_2018.pdf (Last accessed: 

December 2020) 

[42]   Total Corbion PLA News: Total Corbion PLA announces the first world-scale PLA 

plant in Europe https://www.total-corbion.com/news/total-corbion-pla-announces-the-

first-world-scale-pla-plant-in-europe/ (Last accessed: December 2020) 

[43] NatureWorks Press Releases: NatureWorks Teams up with PE INTERNATIONAL to 

Revise Ingeo Biopolymer Eco-Profile. Available online:  

https://www.natureworksllc.com/News-and-Events/Press-Releases/2014/09-25-14-

Revised-Ingeo-Eco-Profile (2014) (Last accessed: November 2020) 

[44] E. T. H. Vink, K. R. Rábago, D. A. Glassner, P. R. Gruber: Application of life cycle 

assessment to NatureWorks™ polylactide (PLA) production. Polymer Degradetion and 

Stability, 80 (2003) 403–419. 

[45] X. Qi, Y. Ren, X. Wang. New advances in the biodegradation of Poly(lactic) acid. 

International Biodeterioration & Biodegradation, 117 (2017) 215–223. 

[46] US Food and Drug Administration (FDA) – Inventory of effective food contact 

substance (FCS) notifications No.178. (2002)  

http://www.accessdata.fda.gov/scripts/fdcc/index.cfm?set=fcn&id=178 (Last  

accessed: November 2020) 

[47] International Energy Agency (IEA): Renewables 2019 – Market analysis and forecast 

from 2019 to 2024. (2019)  https://www.iea.org/reports/renewables-2019/transport 

(Last  accessed: November 2020) 

[48] S. Saeidlou, M.A. Huneault, H. Li, C.B. Park: Poly(lactic acid) crystallization. 

Progress in Polymer Science, 37(12) (2012) 1657–1677. 

[49] X. Liu, L. Yu, K. Dean, G. Toikka, S. Bateman, T. Nguyen, Q. Yuan, C. Filippou: 

Improving Melt Strength of Polylactic Acid. International Polymer Processing Journal 

of the Polymer Processing Society, 28 (2013) 64–71. 

https://www.natureworksllc.com/News-and-Events/Press-Releases/2016/03-09-16-NatureWorks-Methane-to-Lactic-Acid-Fermentation-Lab
https://www.natureworksllc.com/News-and-Events/Press-Releases/2016/03-09-16-NatureWorks-Methane-to-Lactic-Acid-Fermentation-Lab
http://docs.european-bioplastics.org/publications/EUBP_Facts_and_figures.pdf
http://docs.european-bioplastics.org/publications/EUBP_Facts_and_figures.pdf
https://www.european-bioplastics.org/wp-content/uploads/2016/02/Report_Bioplastics-Market-Data_2018.pdf
https://www.european-bioplastics.org/wp-content/uploads/2016/02/Report_Bioplastics-Market-Data_2018.pdf
https://www.total-corbion.com/news/total-corbion-pla-announces-the-first-world-scale-pla-plant-in-europe/
https://www.total-corbion.com/news/total-corbion-pla-announces-the-first-world-scale-pla-plant-in-europe/
https://www.natureworksllc.com/News-and-Events/Press-Releases/2014/09-25-14-Revised-Ingeo-Eco-Profile
https://www.natureworksllc.com/News-and-Events/Press-Releases/2014/09-25-14-Revised-Ingeo-Eco-Profile
http://www.accessdata.fda.gov/scripts/fdcc/index.cfm?set=fcn&id=178
https://www.iea.org/reports/renewables-2019/transport


 

 

130 

 

 

[50] R. E. Lee, Y. Guo, H. Tamber, M. Planeta, S. N. S. Leung: Thermoforming of 

Polylactic Acid Foam Sheets: Crystallization Behaviors and Thermal Stability. 

Industrial & Engineering Chemistry Research, 55(3) (2016) 560–567. 

[51] L. Costes, F. Laoutid, F. Khelifa, G. Rose, S. Brohez, C. Delvosalle, P. Dubois: 

Cellulose/phosphorus combinations for sustainable fire retarded polylactide. 

European Polymer Journal, 74 (2016) 218–228. 

[52]  S. Farah, D. G. Anderson, R. Langer: Physical and mechanical properties of PLA, 

and their functions in widespread applications — A comprehensive review. Advanced 

Drug Delivery Reviews. 107 (2016) 367–392. 

[53]   P. Saini, M. Arora, M. N. V. R Kumar: Poly (lactic acid) blends in biomedical 

applications. Advanced Drug Delivery Reviews, 107 (2016) 47–59. 

[54]  S. Y. Lee, P. Valtcheva, F. Dehghani: Synthesis and purification of poly(l-lactic acid) 

using a one step benign process. Green Chemistry, 14(5) (2012) 1357–1366. 

[55]  Y. L. Wu, H. Wang, Y. K. Qiu, X. J. Loh: PLA-based thermogel for the sustained 

delivery of chemotherapeutics in a mouse model of hepatocellular carcinoma. RCS 

Advances, 6 (2016) 44506–44513. 

[56]  K. A. Athanasiou, G.G. Niederauer, C.M. Agrawal: Sterilization, toxicity, 

biocompatibility and clinical applications of polylactic acid/polyglycolic acid 

copolymers. Biomaterials, 17 (1996) 93–112. 

[57] A. P. Mathew, K. Oksman, M. Sain: Mechanical Properties of Biodegradable 

Composites from Poly Lactic Acid (PLA) and Microcrystalline Cellulose (MCC). 

Journal of Applied Polymer Science, 97 (2005) 2014–2025. 

[58] C. Ingrao, C. Tricase, A. Cholewa-Wójcik, A. Kawecka, R. Rana, V. Siracusa: 

Polylactic acid trays for fresh-food packaging: A Carbon Footprint assessment. 

Science of The Total Environment, 537 (2015) 385–398. 

[59]  J. Lunt, A. L. Shafer: Polylactic Acid Polymers from Corn. Applications in the Textiles 

Industry. Journal of Industrial Textiles 29(3) (2000) 191–205. 

[60]  N. Fasihah Z. M. Jaafar: A review on degradation mechanisms of polylactic acid: 

Hydrolytic, photodegradative, microbial, and enzymatic degradation. Polymer 

Engineering & Science 60(9) (2016) 2061–2075. 

[61]  R. H. Sanatgar, C. Campagne, V. Nierstrasz: Investigation of the adhesion properties 

of direct 3D printing of polymers and nanocomposites on textiles: Effect of FDM 

printing process parameters. Applied Surface Science, 403 (2017) 551–563. 

[62] Y. Li, H. Shimizu: Toughening of Polylactide by Melt Blending with a Biodegradable 

Poly(ether)urethane Elastomer. Macromoleculas Bioscience, 7 (2007) 921–928. 

[63] V. P. Martino, A Jiménez, R. A. Ruseckaite: Processing and characterization of 

poly(lactic acid) films plasticized with commercial adipates. Journal of Applied 

Polymer Science, 112 (2009) 2010–2018. 

[64] M. Jamshidian, E.A. Tehrany, M. Imran, M. Jacquot, S. Desobry: Poly-lactic acid: 

production, applications, nanocomposites, and release studies. Comprehensive 

Reviews in Food Science and Food Safety, 9 (2010) 552–571. 

[65] M. Murariu, A.-L. Dechief, R. Ramy-Ratiarison, Y. Paint, J.-M. Raquez, P. Dubois: 

Recent advances in production of poly(lactic acid) (PLA) nanocomposites: a versatile 

method to tune crystallization properties of PLA. Nanocomposites, 1 (2015) 71–82. 

[66] T. Mukherjee, N. Kao: PLA based biopolymer reinforced with natural fibre: a review. 

Journal of Polymers and the Environment, 19 (2011) 714–725. 



 

 

131 

 

 

[67] K. Bocz, M. Domonkos, T. Igricz, Á. Kmetty, T. Bárány, G. Marosi: Flame retarded 

self-reinforced poly(lactic acid) composites of outstanding impact resistance. 

Composites Part A: Applied Science and Manufacturing, 70 (2015) 27–34. 

[68] S. T. Lee, L. Kareko, J. Jun: Study of thermoplastic PLA foam extrusion. Journal of 

Cellular Plastics, 44 (2008) 293–305. 

[69] Helmets.org: Bicycle Helmet Liners: Foam and Other Materials. Available online: 

https://helmets.org/liners.htm (Last accessed: November 2020) 

[70] L. J. Gibson, M. F. Ashby: Cellular solids: structure and properties. (1997) 

Cambridge University Press 

[71] J. S. Colton, N. P. Suh: Nucleation of microcellular foam: Theory and practice. 

Polymer Engineering & Science, 27 (1987) 500–503. 

[72] L. Cao, Q. Fu, Y. Si, B. Ding, J. Yu: Porous materials for sound absorption. 

Composites Communications, 10 (2018) 25–35. 

[73] W. Yang, Q. Dong, S. Liu, H. Xie, L. Liu, J. Li: Recycling and Disposal Methods for 

Polyurethane Foam Wastes. Procedia Environmental Sciences, 16 (2012) 167–175. 

[74] J.-H. You, P.-C. Chiang, K.-T. Chang, S-C. Chang: Polycyclic aromatic hydrocarbons 

(PAHs) and mutagenicity of soot particulates in air emissions from two-stage 

incineration of polystyrene. Journal of Hazardous Materials, 36 (1994) 1–17. 

[75] K. Saido, K. Koizumi, H. Sato, N. Ogawa, B.G. Kwon, S-Y. Chung, T. Kusui, M. 

Nishimura, Y. Kodera: New analytical method for the determination of styrene 

oligomers formed from polystyrene decomposition and its application at the coastlines 

of the North-West Pacific Ocean. Science of The Total Environment, 473-474 (2014) 

490–495. 

[76] EcoMENA: Dealing with Polystyrene Wastes (2016) Available online:  

http://www.ecomena.org/polystyrene-wastes/ (Last accessed: November 2020) 

[77] J. G. Drobny: Handbook of Thermoplastic Elastomers, 2nd edition (2014) PDL 

Handbook Series 

[78] S. Ebnesajjad: Fluoroplastics, Volume 2, Melt Processable Fluoropolymers, the 

Definitive User’s Guide and Databook, chapter 7. (2003) PDL Handbook Series 

[79] J. M. Julien, J.-C. Quantin, J.-C. Bénézet, A. Bergeret, M. F. Lacrampe, P. Krawczak: 

Chemical foaming extrusion of poly(lactic acid) with chainextenders: Physical and 

morphological characterizations. European Polymer Journal, 67 (2015) 40–49. 

[80] C. Katano, M. Shibaya: Modified silicone resin foamed body (2017) EP 3 178 872 A1 

[81] Á. Kmetty, K. Litauszki, D. Réti: Characterization of Different Chemical Blowing 

Agents and Their Applicability to Produce Poly(Lactic Acid) Foams by Extrusion 

Applied Sciences, 8(10) (2018) 1960. 

[82] M. J. Elwell, A. J. Ryan, H. J. M. Grünbauer, H. C. Van Lieshout: An FT i.r. study of 

reaction kinetics and structure development in model flexible polyurethane foam 

systems. Polymer, 37(8) (1996) 1353–1361. 

[83] A. Praller: Foaming Plastics with Inert Gases. Kunststoffe, 95(6) (2005) 96–99. 

[84] Publications Office of the EU: Council Directive 1999/13/EC of 11 March 1999 on the 

limitation of emissions of volatile organic compounds due to the use of organic 

solvents in certain activities and installations (1999) Available online: 

 https://publications.europa.eu/hu/publication-detail/-/publication/84997269-4c4c-

4be8-bb4d-6a32ceeaf36a/language-hu (Last accessed: November 2020) 

https://helmets.org/liners.htm
http://www.ecomena.org/polystyrene-wastes/
https://publications.europa.eu/hu/publication-detail/-/publication/84997269-4c4c-4be8-bb4d-6a32ceeaf36a/language-hu
https://publications.europa.eu/hu/publication-detail/-/publication/84997269-4c4c-4be8-bb4d-6a32ceeaf36a/language-hu


 

 

132 

 

 

[85] M. Sauceau, J. Fages, A. Common, C. Nikitine, E. Rodier: New challenges in polymer 

foaming: A review of extrusion processes assisted by supercritical carbon dioxide. 

Progress in Polymer Science, 36(6) (2011) 749–766. 

[86] Chemical Logic Corporation: CO2 phase diagram (1999) Available online:  

http://www.chemicalogic.com/Documents/co2_phase_diagram.pdf (Last accessed: 

November 2020) 

[87] Y. Sato, K. Fujiwara, T. Takikawa, S. Takishima, H. Masuoka: Solubilities and 

diffusion coefficients of carbon dioxide and nitrogen in polypropylene, high-density 

polyethylene, and polystyrene under high pressures and temperatures. Fluid Phase 

Equilibria, 162 (1999) 261–276. 

[88] J. R. Royer, Y. J. Gay, J. M. Desimone, S. A. Khan: High‐pressure rheology of 

polystyrene melts plasticized with CO2: Experimental measurement and predictive 

scaling relationships. Journal of Polymer Science Part B: Polymer Physics, 38(23) 

(2000) 3168–3180. 

[89] E. Di Maio, E Kiran, Foaming of Polymers with Supercritical Fluids and Perspectives 

on the Current Knowledge Gaps and Challenges. The Journal of Supercritical Fluids, 

134 (2018) 157–166. 

[90] S. N. Leung, A. Wong, L. C. Wang, C. B. Park: Mechanism of extensional stress-

induced cell formation in polymeric foaming processes with the presence of nucleating 

agents. The Journal of Supercritical Fluids, 63 (2012) Pages 187–198. 

[91] K. Taki, K. Tabata, S. Kihara, M. Ohshima: Bubble coalescence in foaming process of 

polymers. Polymer Engineering and Science, 46(5) (2006) 680–690. 

[92] A. Cramer: Device and method for producing physically blown foam (2006) 

WO2006136609A1 

[93] S. Gong, M. Yuan, A. Chandra, H. Kharbas, A. Osorio, L. S. Turng: Microcellular 

Injection Molding. International Polymer Processing, 20(2) (2005) 202–214. 

[94] R.-D. Klodt, B. Gougeon: Particle Foam Based on Expandable Polystyrene (EPS) 

From the book: Modern Styrenic Polymers (2003) Wiley Series in Polymer Science 

[95] T. Czvikovszky, P. Nagy, J. Gaál: A polimertechnika alapjai (2007) Műegyetemi 

Kiadó 

[96] J. Reignier, R. Gendron, M.F. Champagne: Extrusion foaming of poly(lactic acid) 

blown with CO2: toward 100% green material. Cellular Polymers, 26 (2007) 83–115. 

[97] S. K. Goe, E. J. Beckman: Generation of microcellular polymeric foams using 

supercritical carbon dioxide. I. Effect of pressure and temperature on nucleation. 

Polymer Engineering & Science, 34 (1994) 1137–1147. 

[98] M. C. Guo, Y. C. Peng: Study of shear nucleation theory in continuous micro- cellular 

foam extrusion. Polymer Testing, 22 (2003) 705–709. 

[99] L. J. Lee, C. Zeng, X. Cao, X. Han, J. Shen, G. Xu: Polymer nanocomposite foams. 

Composites Science and Technology 65 (2005) 2344–2363. 

[100] C. B. Park, D. F. Baldwin, N. P. Suh: Effect of the pressure drop rate on cell 

nucleation in continuous processing of microcellular polymers. Polymer Engineering 

and Science, 35(5) (1995) 432–440. 

[101] R. Lee: Know Your Options for Foaming Sheet. Plastics Technology, (2015) Available 

online: https://www.ptonline.com/articles/know-your-options-for-foaming-sheet (Last 

accessed: November 2020) 

http://www.chemicalogic.com/Documents/co2_phase_diagram.pdf
https://www.ptonline.com/articles/know-your-options-for-foaming-sheet


 

 

133 

 

 

[102] S. Pilla, S.G. Kim, G.K. Auer, S. Gong, C.B. Park: Microcellular extrusion-foaming of 

polylactide with chain-extender. Polymer Engineering and Science, 49 (2009) 1653–

1660 

[103] H. E. Naguib, C. B. Park, N. Reichelt: Fundamental foaming mechanisms governing 

the volume expansion of extruded polypropylene foams. Journal of Applied Polymer 

Science, 91(4) (2004) 2661–2668. 

[104] J. Wang, W. Zhu, H. Zhang, C.B. Park: Continuous processing of low-density, 

microcellular poly(lactic acid) foams with controlled cell morphology and 

crystallinity. Chemical Engineering Science 75 (2012) 390–399. 

[105] M. Mihai, M.A. Huneault, B.D. Favis: Crystallinity Development in Cellular 

Poly(lactic acid) in the Presence of Supercritical Carbon Dioxide. Journal of Applied 

Polymer Science, 113 (2009) 2920–2932. 

[106] C. C. Kuo, L. C. Liu, W. C. Liang, H. S. Liu, C. M. Chen: Preparation of polylactic 

acid (PLA) foams with supercritical carbon dioxide and their applications for 

reflectors of white light-emitting diode (LED) lamps. Materials Research Bulletin 67 

(2015) 170–175 

[107] L. M. Matuana, C.A. Diaz: Study of Cell Nucleation in Microcellular Poly(lactic acid) 

Foamed with Supercritical CO2 through a Continuous-Extrusion Process. Industrial & 

Engineering Chemistry Research, 49 (2010) 2186–2193. 

[108] M. Nofar: Effects of nano-/micro-sized additives and the corresponding induced 

crystallinity on the extrusion foaming behavior of PLA using supercritical CO2. 

Materials and Design 101 (2016) 24–34. 

[109] M. Nofar, C.B. Park: Heterogeneous Cell Nucleation Mechanisms in Polylactide 

Foaming. From the book: Biofoams: Science and Applications of Bio-based Cellular 

and Porous Materials (2015) CRC Press: Boca Raton, FL 

[110] M. Keshtkar, M. Nofar, C.B. Park, P.J. Carreau: Extruded PLA/clay nanocomposite 

foams blown with supercritical CO2. Polymer, 55 (2014) 4077–4090. 

[111] L. Wang, R. E. Lee, G. Wang, R. K. M. Chu, J. Zhao, C. B. Park: Use of 

stereocomplex crystallites for fully-biobased microcellular low-density poly(lactic 

acid) foams for green packaging. Chemical Engineering Journal, 327 (2017) 1151–

1162. 

[112]  Tábi T., Tamás P., Kovács J. G.: Chopped basalt fibres: A new perspective in 

reinforcing poly(lactic acid) to produce injection moulded engineering composites 

from renewable and natural resources. Express Polymer Letters, 7 (2013) 107–119. 

[113]  T. J. Czvikovszky, T. Pazonyi, L. I. Topolcai, J. Kleban: Process for the preparation 

of a material of composite structure. US 4,464,510A (1982) 

[114] J. George, M. S. Sreekala, S. Thomas: A review on interface modification and 

characterization of natural fiber reinforced plastic composites. Polymer Engineering & 

Science, 41(9) (2001) 1471–1485. 

[115] K. M. Bogren, E. K. Gamstedt, R. C. Neagu: Dynamic-mechanical properties of 

woodfiber reinforced polylactide: experimental characterization and micromechanical 

modeling. Journal of Thermoplastic Composite Materials 19 (2006) 613–637. 

[116] A. Bledzki, A. Jaszkiewicz, D. Sherzer: Mechanical properties of PLA composites 

with man-made cellulose and abaca fibres. Composites Part A: Applied Science and 

Manufacturing, 40 (2009) 404–412. 

[117] B. Baghaei, M. Skrifvars, M. Salehi, T. Bashir, M. Rissanen, P. Nousiainen: Novel 

aligned hemp fibre reinforcement for structural biocomposites: porosity, water 



 

 

134 

 

 

absorption, mechanical performances and viscoelastic behaviour. Composites Part A: 

Applied Science and Manufacturing, 61 (2014) 1–12. 

[118]  Matuana L. M., Faruk O.: Effect of gas saturation conditions on the expansion ratio of 

microcellular poly(lactic acid)/wood-flour composites. Express Polymer Letters, 4, 

621–631 (2010). 

[119]  Bergeret A., Benezet J. C.: Natural Fibre-Reinforced Biofoams. International Journal 

of Polymer Science, Article ID 569871, (2011)14 pages. 

[120] J. Dlouhá, L. Suryanegara, H. Yano: The role of cellulose nanofibers in supercritical 

foaming of polylactic acid and their effect on the foam morphology. Soft Matter, 8(33) 

(2012) 8704–8713. 

[121] J. Dlouhá, L. Suryanegara, H. Yano: Cellulose nanofibre–poly(lactic acid) 

microcellular foams exhibiting high tensile toughness. Reactive and Functional 

Polymers, 85 (2014) 201–207. 

[122] W. D. Ding, T. Kuboki, A. Wong, C. B. Park, M. Sain: Rheology, thermal properties, 

and foaming behavior of high D-content polylactic acid/ cellulose nanofiber 

composites. RSC Advances, 5 (2015) 91544–91557. 

[123] K. Oluwabunmi, N.A. D’Souza, W. Zhao, T.-Y. Choi T. Theyson: Compostable, fully 

biobased foams using PLA and micro cellulose for zero energy buildings. Scientific 

Reports, 10 (2020) 17771. 

[124] L. M. Matuana and C. A. Diaz: Strategy To Produce Microcellular Foamed 

Poly(lactic acid)/Wood-Flour Composites in a Continuous Extrusion Process. 

Industrial & Engineering Chemistry Research, 52(34) (2013) 12032–12040. 

[125] Q. de Hults, M. El Houssami: A European framework to ensure fire safety in taller 

buildings. 3rd International Symposium on Fire Safety of Facades, (2019) Available 

online: 

https://www.researchgate.net/publication/336141132_A_European_framework_to_ens

ure_fire_safety_in_taller_buildings (Last accessed: November 2020) 

[126] K. Kannah: Fire prevention for bus and coach interiors. Busworld Mumbai, (2015) 

Available online: https://www.iru.org/sites/default/files/2016-06/kasturirangan-

kannah-fire-prevention-for-bus-interiors-busworld-2015.pdf (Last accessed: 

November 2020) 

[127] R. McKee: Italy Bus Crash. The Guardian. (21 January 2017). Available online:  

https://www.theguardian.com/world/2017/jan/21/italy-verona-bus-crash-seven-

children-die-dozens-rushed-to-hospital (Last accessed: November 2020) 

[128] S. T. McKenna, N. Jones, G. Peck, K. Dickens, W. Pawelec, S. Oradei, S. Harris, A. 

A. Stec, T. R. Hull: Fire behaviour of modern façade materials – Understanding the 

Grenfell Tower fire. Journal of Hazardous Materials, 368 (2019) 115–123. 

[129] C. Maier, T. Calafut: Polypropylene – The Definitive User’s Guide and Databook. A 

volume in Plastics Design Library 11. (1998) 35–38. 

[130] S. D. Shaw, A. Blum, R. Weber, K. Kannan, D. Rich, D. Lucas, C. P. Koshland, D. 

Dobraca, S. Hanson, L. S. Birnbaum: Halogenated Flame Retardants: Do the Fire 

Safety Benefits Justify the Risks? Reviews on Environmental Health 25(4) (2010) 261–

305. 

[131] J. Alongi, Z. Han, S. Bourbigot: Intumescence: Tradition versus novelty. A 

comprehensive review. Progress in Polymer Science, 51 (2015) 28–73. 

https://www.researchgate.net/publication/336141132_A_European_framework_to_ensure_fire_safety_in_taller_buildings
https://www.researchgate.net/publication/336141132_A_European_framework_to_ensure_fire_safety_in_taller_buildings
https://www.iru.org/sites/default/files/2016-06/kasturirangan-kannah-fire-prevention-for-bus-interiors-busworld-2015.pdf
https://www.iru.org/sites/default/files/2016-06/kasturirangan-kannah-fire-prevention-for-bus-interiors-busworld-2015.pdf
https://www.theguardian.com/world/2017/jan/21/italy-verona-bus-crash-seven-children-die-dozens-rushed-to-hospital
https://www.theguardian.com/world/2017/jan/21/italy-verona-bus-crash-seven-children-die-dozens-rushed-to-hospital


 

 

135 

 

 

[132] M. Le Bras, S. Bourbigot: Intumescent fire retardant polypropylene formulations, In: 

Karger-Kocsis, J. (Ed.), Polypropylene – An A-Z Reference. Kluwer Academic 

Publishers, London, 1999, p.p. 357. 

[133] M. T. Huggard: New Intumescent Phosphorus Fire Retardant Systems. ANTEC 1993, 

conference proceedings – Society of Plastics Engineers, (1993) 

[134] S. D. Shaw, J.H. Harris, M.L. Berger, K. Kannan: Brominated Flame Retardants and 

Their Replacements in Food Packaging and Household Products: Uses, Human 

Exposure, and Health Effects. Toxicants in Food Packaging and Household Plastics, 

Springer London (2014) 61–93. 

[135] L. J. Carter: Michigan’s PBB incident: chemical mix up leads to disaster. Science, 192 

(1976) 240–243. 

[136] European Commission: Regulation 143/2011/EU of 17 February 2011, Official 

Journal of the European Union, 18 February (2011)    

 http://eur-lex.europa.eu/legal-content/EN/TXT/?uri=CELEX%3A32011R0143 

[137] H. M. Stapleton, S. Klosterhaus, A. Keller, P.L Ferguson, S. Bergen, E. Cooper, T.F. 

Webster, A. Blum: Identification of flame retardants in polyurethane foam collected 

from baby products. Environmental Science & Technology, 45 (2011) 5323–5331. 

[138] W. Xu, G. Wang: Research on highly flame-retardant rigid PU foams by combination 

of nanostructured additives and phosphorus flame retardants. Polymer Degradation 

and Stability, 111 (2015) 142–150. 

[139] E. D. Weil, S. V. Levchik: Flame Retardants for Plastics and Textiles: Practical 

Applications (2009) Munich, Hanser Publisher 

[140] J. Q. Wang, W. K. Chow: A brief review on fire retardants for polymeric foams. 

Journal of Applied Polymer Science, 97 (2005) 366–376. 

[141] P. Huang, F. Wu, Y. Pang, M. Wu, X. Lan, H. Luo, B. Shen, W. Zheng: Enhanced 

dispersion, flame retardancy and mechanical properties of polypropylene/intumescent 

flame retardant composites via supercritical CO2 foaming followed by defoaming. 

Composites Science and Technology, 171 (2019) 282–290. 

[142] P. Huang, M. Wu, Y. Pang, B. Shen, F. Wu, X. Lan H. Luo, W. Zheng: Ultrastrong, 

flexible and lightweight anisotropic polypropylene foams with superior flame 

retardancy. Composites Part A: Applied Science and Manufacturing, 116 (2019) 180–

186. 

[143] D. Y. Wang: Novel Fire Retardant Polymers and Composite Materials. Woodhead 

Publishing Series in Composites Science and Engineering: Number 73, (2005) 1433–

1437. 

[144] H. Nishida, Y. Fan, T. Mori, N. Oyagi, Y. Shirai, T. Endo: Feedstock recycling of 

flame-resisting poly (lactic acid)/aluminium hydroxide composite to L,L-lactide. 

Industrial & Engineering Chemistry Research, 44 (2005) 1433–1437. 

[145] Y. Kiuchi, M. Iji, T. Yanagisawa, T. Shukichi: Flame-retarding polylactic-acid 

composite formed by dual use of aluminium hydroxide and phenol resin. Polymer 

Degradation and Stability, 109 (2014) 336–342. 

[146] G. Tang, X.J. Huang, H.C. Ding, X. Wang, S. Jiang, K.Q. Zhou, et al.: Thermal 

degradation and flame retardance of biobased poly (lactic acid) composites based on 

aluminium hypophosphite. Industrial & Engineering Chemistry Research 52 (2013) 

7362–7372. 

[147] H. J. Lin, S. R. Liu, L. J. Han, X. M. Wang, Y. J. Bian, L. S. Dong: Effect of a 

phosphorus-containing oligomer on flame retardant, rheological and mechanical 

http://eur-lex.europa.eu/legal-content/EN/TXT/?uri=CELEX%3A32011R0143


 

 

136 

 

 

properties of poly (lactic acid). Polymer Degradation and Stability, 98 (2013) 1389–

1396. 

[148] Z. Li, P. Wei, Y. Yang, Y. Yan, D. Shi: Syntesis of a hyperbranched poly 

(phosphamide ester) oligomer and its high-effective flame retardancy and accelerated 

nucleation effect in poly (lactic acid) composites. Polymer Degradation and Stability, 

110 (2014) 104–112. 

[149] Y. P. Song, D.Y. Wang, X.L. Wang, L. Lin, Y.Z. Wang: A method for simultaneously 

improving the flame retardancy and toughness of PLA. Polymers for Advanced 

Technologies, 22 (2011) 2295–2301. 

[150] C. Reti, M. Casetta, S. Duquesne, S. Bourbigot, R. Delobel: Flammability properties 

of intumescent PLA including starch and lignin. Polymers for Advanced Technologies, 

19 (2008) 628–635. 

[151] X. Wang, Y. Hu, L. Song, S.Y. Xuan, W.Y. Xing, Z.M. Bai, et al. Flame retardancy 

and thermal degradation of intumescent flame retardant poly (lactic acid)/starch 

biocomposites. Industrial & Engineering Chemistry Research, 50 (2010) 713–720. 

[152] S. Pack, E. Bobo, N. Muir, K. Yang, S. Swaraj, H. Ade, C. Cao, C.S. Korach, T. 

Kashiwagi, M.H. Rafailovich: Engineering biodegradable polymer blends containing 

flame retardant-coated starch/nanoparticles. Polymer 53 (2012) 4787e4799 Contents 

[153] S. Gaan, G. Sun: Effect of phosphorus flame retardants on thermo-oxidative 

decomposition of cotton. Polymer Degradation and Stability, 92 (2007) 968–974. 

[154] O. Grexa, H. Lübke: Flammability parameters of wood tested on a cone calorimeter. 

Polymer Degradation and Stability 74 (2001) 427–432. 

[155] N.A. Isitman, C. Kaynak: Nanostructure of montmorillonite barrier layers: a new 

insight into the mechanism of flammability reduction in polymer nanocomposites. 

Polymer Degradation and Stability, 96 (2011) 2284–2289. 

[156] G. Fontaine, S. Bourbigot: Intumescent poly (lactic acid): a nonflammable material. 

Journal of Applied Polymer Science, 127 (2013) 4967–4973. 

[157] S. Li, H. Yuan, T. Yu, W. Yuan, J. Ren: Flame-retardancy and anti-dripping effects of 

intumescent flame retardant incorporating montmorillonite on poly (lactic acid). 

Polymers for Advanced Technologies, 20 (2009) 1114–1120. 

[158] J. Wang, Q. Ren, W. Zheng, W. Zhai: Improved Flame-Retardant Properties of 

Poly(lactic acid) Foams Using Starch as a Natural Charring Agent. Industrial & 

Engineering Chemistry Research, 53 (2014) 1422–1430. 

[159] K. Wang, J. Wang, D. Zhao, W. Zhai: Preparation of microcellular poly(lactic acid) 

composites foams with improved flame retardancy. Journal of Cellular Plastics, 22 

(2016) 1–19. 

[160] National Research Council (USA) Subcommittee on Flame-Retardant Chemicals: 

Toxicological Risks of Selected Flame-Retardant Chemicals, Chapter 12: Ammonium 

Polyphosphates (2000) Washington (DC): National Academies Press (USA) 

[161] B. Alcock, T. Peijs: Technology and Development of Self-Reinforced Polymer 

Composites. In: A. Abe, H. H. Kausch, M. Möller, H. Pasch (Eds.) Polymer 

Composites – Polyolefin Fractionation – Polymeric Peptidomimetics – Collagens, 

Advances in Polymer Science, vol. 251 Springer, Berlin, Heidelberg (2011) 1–76. 

[162] N.J. Capiati, R.S. Porter: The concept of one polymer composites modelled with high 

density polyethylene. Journal of Materials Science, 10 (10) (1975), pp. 1671-1677. 



 

 

137 

 

 

[163] C. Gao, L. Yu, H. Liu, L. Chen: Development of self-reinforced polymer composites. 

Progress in Polymer Science, 37(6) (2012) 767–780. 

[164] G. Marosi, B. Szolnoki, K. Bocz, A. Toldy: Fire-retardant recyclable and biobased 

polymer composites. in: D. Y. Wang (Ed.), Novel Fire Retardant Polymers and 

Composite Materials, Woodhead Publishing, 2017, 117–146. 

[165] T. Peijs: Composites for recyclability. Materials Today, 6 (2003) 30–35. 

[166]  F. Mai, W. Tu, E. Bilotti, T. Peijs: Preparation and properties of self-reinforced 

poly(lactic acid) composites based on oriented tapes. Composites Part A: Applied 

Science and Manufacturing, 76 (2015) 145–153. 

[167] F. V. Lacroix, H. Lu, K. Schulte: Wet powder impregnation for polyethylene 

composites: preparation and mechanical properties, Composites Part A: Applied 

Science and Manufacturing, 30(3) (1999) 369–373. 

[168] Y. Cohen, D. M. Rein, L. Vaykhansky: A novel composite based on ultra-high-

molecular-weight polyethylene. Composites science and technology, 57(8) (1997) 

1149–1154. 

[169] F. V. Lacroix, M. Werwer, K. Schulte: Solution impregnation of polyethylene 

fibre/polyethylene matrix composites, Compos Part A: Applied Science and 

Manufacturing, 29(4) (1998) 371–376. 

[170] W. T. Mead, R. S. Porter: The preparation and tensile properties of polyethylene 

composites. Journal of Applied Polymer Science, 22(11) (1978) 3249–3265. 

[171] P. J. Hine, R. H. Olley, I. M. Ward: The use of interleaved films for optimising the 

production and properties of hot compacted, self reinforced polymer composites. 

Composites Science and Technology, 68(6) (2008) 1413–1421. 

[172] Á. Pomázi, A. Toldy: Effect of flame retardant filtration on the fire performance of 

carbon fibre reinforced epoxy composites made by resin transfer moulding. Twenty-

second International Conference on Composite Materials (ICCM22) proceedings 

(2019) 

[173] A. Izer, T. Bárány: Hot consolidated all-PP composites from textile fabrics composed 

of isotactic PP filaments with different degrees of orientation. Express Polymer 

Letters, 1(12) (2007) 790–796. 

[174] I. M. Ward: Developments in oriented polymers, 1970–2004. Plastics Rubber and 

Composites, 33 (2004) 189–194. 

[175] I. M. Ward, P. J. Hine: The science and technology of hot compaction. Polymer, 45 

(2004) 1413–1427. 

[176] I. M. Ward, P. J. Hine: Novel composites by hot compaction of fibers. Polymer 

Engineering & Science, 37 (1997) 1809–1814. 

[177] P. J. Hine, I. M. Ward, M. I. A. El Matty, R. H. Olley, D. C. Bassett: The hot 

compaction of 2-dimensional woven melt spun high modulus polyethylene fibres. 

Journal of Materials Science, 35 (2000) 5091–5099. 

[178] P. Tormala, P. Pokkanen, S. Vainionpää, J. Laiho, V. P. Heponen, T. Pohjonen: 

Material for osteosynthesis devices. (1988) US Patent 4,743,257  

[179] A. Majola, S. Vainionpää, P. Rokkanen, H. M. Mikkola, P. Törmälä: Absorbable self-

reinforced polylactide (SR-PLA) composite rods for fracture fixation: strength and 

strength retention in the bone and subcutaneous tissue of rabbits. Journal of Materials 

Science: Materials in Medicine, 3 (1992) 43–47. 



 

 

138 

 

 

[180] J. E. Räihä, P. Axelson, P. Rokkanen, P. Törmälä: Intramedullary nailing of 

diaphyseal fractures with self‐reinforced polylactide implants. Journal of Small 

Animal Practice, 34(7) (1993) 337–344. 

[181] P. Mäkelä, T. Pohjonen, P. Törmälä, T. Waris, N. Ashammakhi: Strength retention 

properties of self-reinforced poly-l-lactide (SR-PLLA) sutures compared with 

polyglyconate (Maxon(R)) and polydioxanone (PDS) sutures: an in vitro study. 

Biomaterials, 23(12) (2002) 2587–2592. 

[182] R. Li, D. Yao: Preparation of single poly(lactic acid) composites. Journal of Applied 

Polymer Science, 107(5) (2008) 2909–2916. 

[183]  W. Jia, R.H. Gong, P.J. Hogg: Poly (lactic acid) fibre reinforced biodegradable 

composites. Composites Part B, 62 (2014) 104–112. 

[184]  D. D. Wright-Charlesworth; D. M. Miller; I. Miskioglu; J. A. King: Nanoindentation 

of injection molded PLA and self-reinforced composite PLA after in vitro conditioning 

for three months. Journal of Biomedical Materials Research, 74A(3), (2005) 388–396. 

[185]  D. D. Wright-Charlesworth; J. A. King; D. M. Miller: In vitro flexural properties of 

hydroxyapatite and self‐reinforced poly(L‐lactic acid). Journal of Biomedical 

Materials Research, 78A(3), (2006) 541–549. 

[186]  N. Wu, Y. Liang, K. Zhang, W. Xu, L. Chen: Preparation and bending properties of 

three dimensional braided single poly (lactic acid) composite. Composites Part B: 

Engineering, 52 (2013) 106–113. 

[187]  H. Tsuji, M. Nakano, M. Hashimoto, K. Takashima, S. Katsura, A. Mizuno: 

Electrospinning of poly(lactic acid) stereocomplex nanofibers. Biomacromolecules, 

7(12) (2006) 3316–3320. 

[188]  N. Kurokawa, A. Hotta: Thermomechanical properties of highly transparent self-

reinforced polylactide composites with electrospun stereocomplex polylactide 

nanofibers. Polymer, 153 (2018) 214–222. 

[189]  K. Somord, O. Suwantong, N. Tawichai, T. Peijs, N. Soykeabkaew: Self-reinforced 

poly(lactic acid) nanocomposites of high toughness. Polymer, 103 (2016) 347–352. 

[190]  K. Somord, K. Somord, O. Suwantong, C. Thanomsilp, T. Peijs, N. Soykeabkaew: 

Self-reinforced poly(lactic acid) nanocomposites with integrated bacterial cellulose 

and its surface modification. Nanocomposites, 4(3) (2018) 1–10. 

[191]  J. Tumbic, A. Romo-Uribe, M. Boden, P. T. Mather: Hot-compacted interwoven webs 

of biodegradable polymers. Polymer, 101 (2016) 127–138. 

[192]  Z. P. Bažant, I. M. Daniel, Z. Li, Size Effect and Fracture Characteristics of 

Composite Laminates. Journal of Engineering Materials and Technology, 118(3) 

(1996) 317–324. 

[193]  O. M. Jadaan, N. N. Nemeth, J. Bagdahn, W. N. Sharpe: Probabilistic Weibull 

behavior and mechanical properties of MEMS brittle materials. Journal of Materials 

Science, 38(20) (2003) 4087–4113. 

[194]  C. J. Luo, Simeon D. Stoyanov, E. Stride, E. Pelan M. Edirisinghe: Electrospinning 

versus fibre production methods: from specifics to technological convergence. 

Chemical Society Reviews, 41 (2012) 4708–4735. 

[195]  K.Sarkar, C. Gomez, S. Zambrano, M. Ramirez, E. de Hoyos, H. Vasquez, K. Lozano: 

Electrospinning to Forcespinning™ Materials Today, 13(11) (2010) 12–14. 

[196]  W. J. Morton: Method of Dispersing Fluids, US 705,691 (1902) 

[197]  J. F. Cooley: Apparatus for Electrically Dispersing Fluids, US 692,631 (1902) 



 

 

139 

 

 

[198]  A. Formhals: Method and Apparatus for the Production of Artificial Fibers, 

US 2,158,416 (1939) 

[199]  Y. Filatov, A. Budyka, V. Kirichenko: Electrospinning of micro- and nanofibers: 

fundamentals and applications in separation and filtration processes, Begell House, 

Inc, New York (2007) 

[200]  N. Tucker, J. J. Stanger, M. P. Staiger, H. Razzaq, K. Hofman: The History of the 

Science and Technology of Electrospinning from 1600 to 1995. Journal of Engineered 

Fibers and Fabrics, 7(2_suppl) (2012) 63–73. 

[201]  J. Doshi, D.H. Reneker: Electrospinning process and applications of electrospun 

fibers. Journal of Electrostatics, 35(1-2) (1995) 151–160. 

[202]  H. Tsuji, Y. Ikada, S.-H. Hyon, Y. Kimura, T. Kitao: Stereocomplex formation 

between enantiomeric poly(lactic acid). VIII. Complex fibers spun from mixed solution 

of poly(D‐lactic acid) and poly(L‐lactic acid). Journal of Applied Polymer Science 51 

(1994) 337–344. 

[203]  M. Takasaki, H. Ito, T. Kikutani: Development of stereocomplex crystal of polylactide 

in high-speed melt spinning and subsequent drawing and annealing processes. Journal 

of Macromolecular Science, Part B, 42(3) (2003) 403–420. 

[204]  X. Zhang, R. Nakagawa, K. H. K. Chan, M. Kotaki: Mechanical Property 

Enhancement of Polylactide Nanofibers through Optimization of Molecular Weight, 

Electrospinning Conditions, and Stereocomplexation. Macromolecules 45(13) (2012) 

5494–5500. 

[205]  V. A. Wente: Superfine Thermoplastic Fibers. Industrial & Engineering Chemistry 

48(8) (1956) 1342–1346. 

[206]  R. L. Shambaugh: A Macroscopic View of the Melt-Blowing Process for Producing 

Microfibers. Industrial & Engineering Chemistry Research 27 (1988) 2363–2372. 

[207]  D. H. Müller, A. Krobjilowski, Meltblown Fabrics from Biodegradable Polymers. 

International Nonwovens Journal 10(1) (2001) 11–17. 

[208]  NatureWorks: Performance Ingeo Meltblown Nonwovens Now a Demonstrated 

Reality https://www.natureworksllc.com/News-and-Events/Press-Releases/2009/09-

21-09-Meltblown-Nonwovens (Last accessed: January 2021) 

[209]  Y. Liu, B. Cheng, G. Cheng: Development and Filtration Performance of Polylactic 

Acid Meltblowns. Textile Research Journal, 80(9) (2010) 771–779. 

[210]  B. Yu, Y. Cao, H. Sun, J. Han: The structure and properties of biodegradable 

PLLA/PDLA for melt-blown nonwovens. Journal of Polymers and the Environment 25 

(2017) 510–517. 

[211]  R. L. Hammonds, W. H. Gazzola, R. S. Benson: Physical and thermal 

characterization of polylactic acid meltblown nonwovens. Journal of Applied Polymer 

Science, 131(15) (2014) 40593. 

[212]  M. Jafari, E. Shim, A. Joijode: Fabrication of Poly(lactic acid) filter media via the 

meltblowing process and their filtration performances: A comparative study with 

polypropylene meltblown. Separation and Purification Technology, 260 (2021) 

118185. 

[213]  NatureWorks: Ingeo™ Biopolymer 3052D Technical Data Sheet 

http://www.natureworksllc.com/~/media/Technical_Resources/Technical_Data_Sheets 

/TechnicalDataSheet_3052D_injection-molding_pdf.pdf (Last accessed: November 

2020) 

https://www.natureworksllc.com/News-and-Events/Press-Releases/2009/09-21-09-Meltblown-Nonwovens
https://www.natureworksllc.com/News-and-Events/Press-Releases/2009/09-21-09-Meltblown-Nonwovens


 

 

140 

 

 

[214]  Clariant – Products – Exolit® AP 462: Specifications (Last accessed: November 2020) 

http://www.clariant.com/en/Solutions/Products/2014/03/18/16/31/Exolit-AP-462 

[215]  Cloisite Technical Data Sheet (Last accessed: November 2020) 

https://www.byk.com/en/additives/additives-by-name/cloisite-116.php 

[216] E. W. Fischer, H. J. Sterzel, G. Wegner: Investigation of the structure of solution 

grown crystals of lactide copolymers by means of chemical reactions. Kolloid-

Zeitschrift, Zeitschrift für Polymere, 251 (1973) 980–990. 

[217]  A. Ramgobin, G. Fontaine, C. Penverne, S. Bourbigot: Thermal stability and fire 

properties of salen and metallosalens as fire retardants in thermoplastic polyurethane 

(TPU). Materials, 10 (2017) 665 

[218]  M. Nofar, C.B. Park: Poly (lactic acid) foaming. Progress in Polymer Science, 39, 

(2014) 1721–1741. 

[219]  N. Najafi, M. C. Heuzey, P. J. Carreau, P. M. Wood-Adams: Control of thermal 

degradation of polylactide (PLA)-clay nanocomposites using chain extenders. 

Polymer Degradation and Stability, 97 (2012) 554–565. 

[220]  M. Nofar, A. Ameli, C. B. Park: A novel technology to manufacture biodegradable 

polylactide bead foam products. Materials & Design, 83 (2015) 413–421. 

[221]  M. Nofar, A. Ameli, C. B. Park: Development of polylactide bead foams with double 

crystal melting peaks. Polymer, 69 (2015) 83–94. 

[222]  P. Rachtanapun, S. E. M. Selke, L. M. Matuana: Microcellular foam of polymer blends 

of HDPE/PP and their composites with wood fiber. Journal of Applied Polymer 

Science, 88 (2003) 2842–2850. 

[223]  Y. W. Di, S. Iannace, E. Di Maio, L. Nicolais: Poly(lactic acid)/organoclay 

nanocomposites: Thermal, rheological properties and foam processing. Journal of 

Polymer Science Part B-Polymer Physics, 43 (2005) 689–698. 

[224]  D. Ladin, C. B. Park, S. S. Park, H. E. Naguib, S. W. Cha: Study of Shear and 

Extensional Viscosities of Biodegradable PBS/CO2 Solutions. Journal of Cellular 

Plastics, 37 (2001) 109–148. 

[225]  M. Takada, S. Hasegawa, M. Ohshima: Crystallization kinetics of poly(L-lactide) in 

contact with pressurized CO2. Polymer Engineering and Science, 44 (2004) 186–196. 

[226]  T. Vigh, M. Sauceau, J. Fages, E. Rodier, I. Wagner, P. L. Sóti, G. Marosi, Z. K. 

Nagy: Effect of supercritical CO2 plasticization on the degradation and residual 

crystallinity of melt-extruded spironolactone. Polymers for Advanced Technologies, 

25 (2014) 1135–1144. 

[227]  N. Le Moigne, M. Sauceau, M. Benhyakhlef, R. Jemai, J. C. Benezet, J. M. Lopez-

Cuesta, E. Rodier, J. Fages: Foaming of poly(3-hydroxybutyrate-co-3-

hydroxyvalerate)/organo-clays nano-biocomposites by a continuous supercritical CO2 

assisted extrusion process. European Polymer Journal, 61 (2014) 157–171. 

[228]  Q. Li, L. M. Matuana: Foam extrusion of high density polyethylene/wood-flour 

composites using chemical foaming agents. Journal of Applied Polymer Science, 88 

(2003) 3139–3150. 

[229]  T. Tábi, I. E. Sajó, F. Szabó, A. S. Luyt, J. G. Kovács: Crystalline structure of 

annealed polylactic acid and its relation to processing. Express Polymer Letters, 4 

(2010) 659–668. 

[230]  P. E. Le Marec, L. Ferry, J. C. Quantin, J. C. Benezet, F. Bonfils, S. Guilbert, A. 

Bergeret: Influence of melt processing conditions on poly(lactic acid) degradation: 

http://www.clariant.com/en/Solutions/Products/2014/03/18/16/31/Exolit-AP-462
https://www.byk.com/en/additives/additives-by-name/cloisite-116.php
http://dx.doi.org/10.1002/pat.3367
http://dx.doi.org/10.1002/pat.3367
http://www.journals.elsevier.com/european-polymer-journal/


 

 

141 

 

 

Molar mass distribution and crystallization. Polymer Degradation and Stability, 110 

(2014) 353–363. 

[231]  J. P. Garancher, A. Fernyhough: Expansion and dimensional stability of semi-

crystalline polylactic acid foams. Polymer Degradation and Stability, 100 (2014) 21–

28. 

[232]  D. Battegazzore, S. Bocchini, A. Frache: Crystallization kinetics of poly(lactic acid)-

talc composites. Express Polymer Letters, 5 (2011) 849–858. 

[233]  A. Petchsuk, S. Buchatip, W. Supmak, M. Opaprakasit, P. Opaprakasit: Preparation 

and properties of multi-branched poly(D-lactide) derived from polyglycidol and its 

stereocomplex blends. Express Polymer Letters, 8 (2014) 779–789. 

[234]  M. Niaounakis: Biopolymers: Processing and Products. Plastics Design Library 

(PDL) Handbook Series (2015) 327. 

[235] K. Parker, J.-P. Garancher, S. Shah, S. Weal, A. Fernyhough: Polylactic acid (PLA) 

foams for packaging applications. In: Pilla S (Ed.), The handbook of bioplastics and 

biocomposites engineering applications, N. J. Hoboken: John Wiley & Sons Inc., 

(2011) 161–175.  

[236]  Y. Ding, M. B. McKinnon, S. I. Stoliarov, G. Fontaine, S. Bourbigot: Determination 

of kinetics and thermodynamics of thermal decomposition for polymers containing 

reactive flame retardants: Application to poly(lactic acid) blended with melamine and 

ammonium polyphosphate. Polymer Degradation and Stability, 129 (2016) 347–362. 

[237]  C. Feng, M. Liang, J. Jiang, J. Huang, H. Liu: Flame retardant properties and 

mechanism of an efficient intumescent flame retardant PLA composites. Polymers for 

Advanced Technologies, 27 (2016) 693–700. 

[238]  T. D. Hapuarachchi, T. Peijs: Multiwalled carbon nanotubes and sepiolite nanoclays 

as flame retardants for polylactide and its natural fibre reinforced composites. 

Composites Part A: Applied Science and Manufacturing, 41(8) (2010) 954–963. 

[239]  G. Tang, D. Deng, J. Chen, K. Zhou, H. Zhang, X. Huang, Z. Zhou: The influence of 

organo-modified sepiolite on the flame-retardant and thermal properties of 

intumescent flame-retardant polylactide composites. Journal of Thermal Analysis and 

Calorimetry, 130 (2017) 763–772. 

[240]  R. Zhang, X. Xiao, Q. Tai, H. Huang, J. Yang, Y. Hu: The effect of different organic 

modified montmorillonites (OMMTs) on the thermal properties and flammability of 

PLA/MCAPP/lignin Systems. Journal of Applied Polymer Science, 127 (2013) 4967–

4973. 

[241]  N. P. G. Suardana, M. S. Ku, J. K. Lim: Effects of diammonium phosphate on the 

flammability and mechanical properties of bio-composites. Materials and Design, 32 

(2011) 1990–1999. 

[242]  K. Bocz, B. Szolnoki, M. Wladyka-Przybylak, K. Bujnowicz, Gy. Harakály, B. 

Bodzay, E. Zimonyi, A. Toldy, G. Marosi: Flame retardancy of biocomposites based 

on thermoplastic starch. Polimery, 58 (2013) 385–394. 

[243]  K. Bocz, B. Szolnoki, A. Marosi, T. Tábi, M. Wladyka-Przybylak, G. Marosi: Flax 

fibre reinforced PLA/TPS biocomposites flame retarded with multifunctional additive 

system. Polymer Degradation and Stability, 106 (2014) 63–73. 

[244]  R. M. Nussbaum: The Effect of Low Concentration Fire Retardant Impregnations on 

Wood Charring Rate and Char Yield. Journal of Fire Sciences, 6 (1988) 290–306. 



 

 

142 

 

 

[245]  M. Modesti, A. Lorenzetti: FR design for foam materials. In: C. A. Wilkie, A. B. 

Morgan (Eds.) Fire Retardancy of Polymeric Materials, Second Edition, CRC Press, 

Boca Raton, FL, (2009) 763–777. 

[246]  M. A. C. M. Haniffa, Ching, Y. C. Abdullah, L. C. Poh, S. C. Chuah, C. H. Review of 

bionanocomposite coating films and their applications. Polymers, 8 (2016) 246. 

[247]  V. G. L. Souza, J. R. A. Pires, É. T. Vieira, I. M. Coelhoso, M. P. Duarte, A. L. 

Fernando: Shelf life assessment of fresh poultry meat packaged in novel 

bionanocomposite of chitosan/montmorillonite incorporated with ginger essential oil. 

Coatings, 8 (2018) 177. 

[248]  M. C. Mistretta, L. Botta, M. Morreale, S. Rifici, M. Ceraulo, F. P.L. Mantia, Injection 

molding and mechanical properties of bio-based polymer nanocomposites. Materials, 

11 (2018) 613. 

[249]  V. Bertolino, G. Cavallaro, G. Lazzara, M. Merli, S. Milioto, F. Parisi, L. Sciascia: 

Effect of the biopolymer charge and the nanoclay morphology on nanocomposite 

materials. Industrial & Engineering Chemistry Research, 55 (2016) 7373–7380. 

[250]  V. Bertolino, G. Cavallaro, G. Lazzara, S. Milioto, F. Parisi: Halloysite nanotubes 

sandwiched between chitosan layers: A novel bionanocomposite with multilayer 

structure. New Journal of Chemistry, 42 (2018) 8384–8390. 

[251]  Grand View Research: Polylactic Acid Market Size, Share & Trends Analysis Report 

By End-use (Packaging, Agriculture, Automotive & Transport, Electronics, Textile), 

By Region, And Segment Forecasts, 2020 – 2027. (2020) Available online: 

https://www.grandviewresearch.com/industry-analysis/polylactic-acid-pla-market 

(Last accessed: October 2020) 

[252]  A. Södergard, M. Stolt: Properties of lactic acid based polymers and their correlation 

with composition. Progess in Polymer Science, 27 (2002) 1123–1163. 

[253]  I. Ajioka, K. Enomoto, K. Suzuki, A. Yamaguchi: The basic properties of poly(lactic 

acid) produced by the direct condensation polymerization of lactic acid. Journal of 

Polymers and the Environment, 3 (1995) 225–234. 

[254]  H. Kriel, R. D. Sanderson, E. Smit: Single polymer composite yarns and films 

prepared from heat bondable poly(lactic acid) core-shell fibres with submicron fibre 

diameters. Fibres & Textiles in Eastern Europe, 21 (2013) 44–47. 

[255]  M. Bognitzki, W. Czado, T. Frese, A. Schaper, M. Hellwig, M. Steinhart, A. Greiner, 

J. H. Wendorff: Nanostructured Fibers via Electrospinning. Advanced Materials, 13 

(2001) 70–72. 

[256]  C. L. Dicastillo, K. Roa, L. Garrido, A. Pereira, M. J. Galotto: Novel Polyvinyl 

Alcohol/Starch Electrospun Fibers as a Strategy to Disperse Cellulose Nanocrystals 

into Poly(lactic acid). Polymers, 9 (2017) 117. 

[257]  B. Farkas, A. Balogh, A. Farkas, A. Domokos, E. Borbás, G. Marosi, Z. K. Nagy: 

Medicated Straws Based on Electrospun Solid Dispersions. Periodica Polytechnica 

Chemical Engineering, 62 (2018) 310–316. 

[258]  Y. Liu, X. Liang, S. Wang, W. Qin, Q. Zhang: Electrospun Antimicrobial Polylactic 

Acid/Tea Polyphenol Nanofibers for Food-Packaging Applications. Polymers, 10 

(2018) 561. 

[259]  E. Borbás, B. Sinkó, O. Tsinman, K. Tsinman, É. Kiserdei, B. Démuth, A. Balogh, B. 

Bodák, A. Domokos, G. Dargó, G. T. Balogh, Z. K. Nagy: Investigation and 

mathematical description of the real driving force of passive transport of drug 



 

 

143 

 

 

molecules from supersaturated solutions. Molecular Pharmaceutics. 13 (2016) 3816–

3826,  

[260]  M. Wehmann, W. J. G. McCulloch: Melt blowing technology. In Polypropylene: An 

A-Z Reference; J. Krager-Kocsis, Ed.; Springer: Dordrecht, The Netherlands, Volume 

2 (1999) 415–420, ISBN 978-94-011-4421-6. 

[261]  Q. Liu, M. Zhao, Y. Zhou, Q. Yang, Y. Shen, R. H. Gong, F. Zhou, Y. Li, B. Deng, 

Polylactide single-polymer composites with a wide melt-processing window based on 

core-sheath PLA fibers. Materials and Design, 139 (2018) 36–44. 

[262]  M. Puchalski, S. Kwolek, G. Szparaga, M. Chrzanowski, I. Krucinska: Investigation of 

the Influence of PLA Molecular Structure on the Crystalline Forms (α’ and α) and 

Mechanical Properties of Wet Spinning Fibres. Polymers, 9 (2017) 18. 

[263]  T. Tábi, S. Hajba, J.G. Kovács: Effect of crystalline forms (α’ and α) of poly(lactic 

acid) on its mechanical, thermo-mechanical, heat deflection temperature and creep 

properties. European Polymer Journal, 82 (2016) 232–243. 

[264]  C. Gualandi, M. Govoni, L. Foroni, S. Valente, M. Bianchi, E. Giordano, G. 

Pasquinelli, F. Biscarini, M. L. Focarete: Ethanol disinfection affects physical 

properties and cell response of electrospun poly(L-lactic acid) scaffolds. European 

Polymer Journal, 48 (2012) 2008–2018. 

[265]  J. E. Flood, S. A. Nulf: How molecular weight distribution and drawing temperature 

affect polypropylene physical properties and morphology. Polymer Engineering and 

Science, 30 (1990) 1504–1512. 

[266]  B. Kalb, A. J. Pennings: General Crystallization behavior of poly(L-lactic acid). 

Polymer, 21 (1980) 607–612. 

[267]  K. Mezghani, J. E. Spruiell: High speed melt spinning of poly(L-lactic acid) filaments. 

Journal of Polymer Science Part B: Polymer Physics, 36 (1998) 1005–1012. 

[268]  A. Greco, F. Ferrari, A. Maffezzoli: Thermal analysis of poly(lactic acid) plasticized 

by cardanol derivatives. Journal of Thermal Analysis and Calorimetry, 134 (2018) 

559–565. 

[269]  P. C. Dartora, M. da Rosa Loureiro, M. M. de Camargo Forte: Crystallization kinetics 

and morphology of poly(lactic acid) with polysaccharide as nucleating agent. Journal 

of Thermal Analysis and Calorimetry, 134 (2018) 1705–1713. 

[270]  G. Perego, G. D. Cella, C. Bastioli: Effect of molecular weight and crystallinity on 

poly(lactic acid) mechanical properties. Journal of Applied Polymer Science, 59 

(1996) 37–43. 

[271]  F. Carrasco, P. Pagès, J. Gámez-Pérez, O. O. Santana, M. L. Maspoch: Processing of 

poly(lactic acid): characterization of chemical structure, thermal stability and 

mechanical properties. Polymer Degradation and Stability, 95 (2010) 116–125. 

[272]  T. Tábi, S. Hajba, J. G. Kovács: The application of the synergistic effect between the 

crystal structure of poly(lactic acid) (PLA) and the presence of ethylene vinyl acetate 

copolymer (EVA) to produce highly ductile PLA/EVA blends. Journal of Thermal 

Analysis and Calorimetry, 138 (2019) 1287–1297. 

[273] P. De Santis, A. J. Kovacs: Molecular conformation of poly(S-lactic acid). 

Biopolymers, 6 (1968) 299–306. 

[274]  M. L. Di Lorenzo: Crystallization behavior of poly(L-lactic acid). European Polymer 

Journal, 41 (2005) 569–575. 



 

 

144 

 

 

[275]  B. Eling, S. Gogolewski, A. J. Pennings: Biodegradable materials of poly(L-lactic 

acid): 1. melt-spun and solution-spun fibres. Polymer. 23 (1982) 1587–1593.    

[276]  W. Hoogsteen, A. R. Postema, A. J. Pennings, G. Ten Brinke, P. Zugenmaier: Crystal 

structure, conformation and morphology of solution-spun poly(L-lactic acid) fibers. 

Macromolecules, 23 (1990) 634–642. 

[277]  J. Puiggali, Y. Ikada, H. Tsuji, L. Cartier, T. Okihara, B. Lotz: The frustrated structure 

of poly(L-lactide). Polymer, 41 (2000) 8921–8930. 

[278]  H. M. De Oca, I. M. Ward: Structure and mechanical properties of poly(L-lactic acid) 

crystals and fibers. Journal of Polymer Science Part B: Polymer Physics, 45 (2007) 

892–902. 

[279]  H. Wang, J. Zhang, K. Tashiro: Phase transition mechanism of poly(L-lactic acid) 

among the α, δ, and β forms on the basis of the reinvestigated crystal structure of the β 

form. Macromolecules, 50 (2017) 3285–3300. 

[280]  L. Cartier, T. Okihara, Y. Ikada, H. Tsuji, J. Ouiggali, B. Lotz: Epitaxial 

crystallization and crystalline polymorphism of polylactides. Polymer, 41 (2000) 

8909–8919.  

[281]  J. Zhang, Y. Duan, H. Sato, H. Tsuji, I. Noda, S. Yan, Y. Ozaki: Crystal modifications 

and thermal behavior of poly(L-lactic acid) revealed by infrared spectroscopy. 

Macromolecules, 38 (2005) 8012–8021. 

[282]  T. Kawai, N. Rahman, G. Matsuba, K. Nishida, T. Kanaya, M. Nakano, H. Okamoto, 

J. Kawada, A. Usuki, N. Honma, K. Nakajima, M. Matsuda: Crystallization and 

melting behavior of poly(L-lactic acid). Macromolecules, 40 (2007) 9463–9469. 

[283] J. Zhang, K. Tashiro, H. Tsuji, A. J. Domb: Disorder-to-order phase transition and 

multiple melting behavior of poly(L-lactide) investigated by simultaneous 

measurements of WAXD and DSC. Macromolecules, 41 (2008) 1352–1357. 

[284]  M. Cocca, M. L. Di Lorenzo, M. Malinconico, V. Frezza: Influence of crystal 

polymorphism on mechanical and barrier properties of poly(L-lactic acid). European 

Polymer Journal, 47 (2011) 1073–1080. 

[285]  M. C. Righetti, M. Gazzano, M. L. Di Lorenzo, R. Androsch: Entalphy of melting of 

α’- and α-crystals of poly(L-lactic acid). European Polymer Journal, 70 (2015) 215–

220. 

[286]  P. Wen, D. H. Zhu, K. Feng, F. J. Liu, W. Y. Lou, N. Li, M. H. Zhong, H. Wu: 

Fabrication of electrospun polylactic acid nanofilm incorporating cinnamon essential 

oil/β-cyclodextrin inclusion complex for antimicrobial packaging. Food Chemistry, 

196 (2016) 996–1004. 

[287]  Z. Aytac, N. O. S. Keskin, T. Tekinay, T. Uyar: Antioxidant α-tocopherol/γ-

cyclodextrin-inclusion complex encapsulated poly(lactic acid) electrospun 

nanofibrous web for food packaging. Journal of Applied Polymer Science, 134 (2017) 

44858. 

[288]  Z. Wang, Z. Pan: Preparation of hierarchical structured nano-sized/porous poly(lactic 

acid) composite fibrous membranes for air filtration. Applied Surface Science, 356 

(2015) 1168–1179. 

[289]  C. Xiang, M. W. Frey, A. G. Taylor, M. E. Rebovich: Selective chemical absorbance 

in electrospun nonwovens. Journal of Applied Polymer Science, 106 (2007) 2363–

2370. 



 

 

145 

 

 

[290]  P. Y. Chen, S. H. Tung: One-step electrospinning to produce nonsolvent-induced 

macroporous fibers with ultrahigh oil adsorption capability. Macromolecules, 50 

(2017) 2528–2534. 

[291]  M. Herrero-Herrero, J. A. Gómez-Tejedor, A. Vallés-Lluch: PLA/PCL electrospun 

membranes of tailored fibres diameter as drug delivery systems. European Polymer 

Journal, 99 (2017) 445–455. 

[292]  Z. K. Nagy, A. Balogh, B. Démuth, H. Pataki, T. Vigh, B. Szabó, K. Molnár, B. T. 

Schmidt, P. Horák, G. Marosi, G. Verreck, I. Van Assche, M. E. Brewster: High speed 

electrospinning for scaled-up production of amorphous solid dispersion of 

itraconazole. International Journal of Pharmaceutics, 480 (2015) 137–142. 

[293]  B. Démuth, A. Farkas, H. Pataki, A. Balogh, B. Szabó, E. Borbás, P. L. Sóti, T. Vigh, 

É. Kiserdei, B. Farkas, J. Mensch, G. Verreck, I. Van Assche, G. Marosi, Z. K. Nagy: 

Detailed stability investigation of amorphous solid dispersions prepared by single-

needle and high speed electrospinning. International Journal of Pharmaceutics, 498 

(2016) 234–244. 

[294]  F. J. Bye, L. Wang, A. J. Bullock, K. A. Blackwood, A. J. Ryan, S. MacNeil: 

Postproduction processing of electrospun fibres for tissue engineering. Journal of 

Visualized Experiments, 66 (2012) e4172. 

[295]  Y. Kang, C. Wang, Y. Qiao, J. Gu, H. Zhang, T. Peijs, J. Kong, G. Zhang, X. Shi: 

Tissue-engineered trachea consisting of electrospun patterned sc-PLA/GO-g-IL 

fibrous membranes with antibacterial property and 3D-printed skeletons with 

elasticity. Biomacromolecules, 20 (2019) 1765–1776. 

[296]  E. P. S. Tan, C. T. Lim: Effects of annealing on the structural and mechanical 

properties of electrospun polymeric nanofibers. Nanotechnology, 17 (2006) 2649–

2654. 

[297]  L. Li, R. Hashaikeh, H. A. Arafat: Development of eco-efficient micro-porous 

membranes via electrospinning and annealing of poly(lactic acid). Journal of 

Membrane Science, 436 (2013) 57–67. 

[298]  E. Rezabeigi, P. M. Wood-Adams, N. R. Demarquette: Complex morphology 

formation in electrospinning of binary and ternary poly(lactic acid) solutions. 

Macromolecules, 51 (2018) 4094–4107. 

[299]  E. Szabó, B. Démuth, B. Nagy, K. Molnár, A. Farkas, B. Szabó, A. Balogh, E. Hirsch, 

B. Nagy, G. Marosi, Z. K. Nagy: Scaled-up preparation of drug-loaded electrospun 

polymer fibres and investigation of their continuous processing to tablet form. Express 

Polymer Letters, 12 (2018) 436–451. 

[300]  P. Vass, B. Démuth, A. Farkas, E. Hirsch, E. Szabó, B. Nagy, S. K. Andersen, T. 

Vigh, G. Verreck, I. Csontos, G. Marosi, Z. K. Nagy: Continuous alternative to freeze 

drying: manufacturing of cyclodextrin-based reconstitution powder from aqueous 

solution using scaled-up electrospinning. Journal of Controlled Release, 298 (2019) 

120–127.  

[301]  B. Farkas, A. Balogh, R. Cselkó, K. Molnár, A. Farkas, E. Borbás, G. Marosi, Z. K. 

Nagy: Corona alternating current electrospinning: A combined approach for 

increasing the productivity of electrospinning. International Journal of Pharmaceutics, 

561 (2019) 219–227. 

[302]  F. M. Sánchez-Arévalo, L. D. Muñoz-Ramírez, M. Álvarez-Camacho, F. Rivera-

Torres, A. Maciel-Cerda, R. Montiel-Campos, R. Vera-Graziano: Macro- and 



 

 

146 

 

 

micromechanical behaviors of poly(lactic acid)–hydroxyapatite electrospun composite 

scaffolds. Journal of Materials Science, 52 (2017) 3353–3367.  

[303]  S. Huan, G. Liu, W. Cheng, G. Han, L. Bai: Electrospun poly(lactic acid)-based 

fibrous nanocomposite reinforced by cellulose nanocrystals: impact of fiber uniaxial 

alignment on microstructure and mechanical properties. Biomacromolecules, 19 

(2018) 1037–1046. 

[304]  G. Pan, H. Xu, B. Ma, J. Wizi, Y. Yang: Polylactide fibers with enhanced hydrolytic 

and thermal stability via complete stereo-complexation of poly(L-lactide) with high 

molecular weight of 600000 and lower-molecular-weight poly(D-lactide). Journal of 

Materials Science, 53 (2018) 5490–5500. 

[305]  K. Tashiro, N. Kouno, H. Wang, H. Tsuji: Crystal structure of poly(lactic acid) 

stereocomplex: random packing model of PDLA and PLLA chains as studied by X-ray 

diffraction analysis. Macromolecules, 50 (2017) 8048–8065.  

[306]  K. Aou, S. Kang, S. L. Hsu: Morphological study on thermal shrinkage and 

dimensional stability associated with oriented poly(lactic acid). Macromolecules, 38 

(2005) 7730–7735. 

[307]  C. Ribeiro, V. Sencadas, C. M. Costa, J. L. Gómez Ribelles, S. Lanceros-Méndez: 

Tailoring the morphology and crystallinity of poly(L-lactide acid) electrospun 

membranes. Science and Technology of Advanced Materials, 12 (2011) 015001 (9pp). 

[308]  V. Viswanath, S. Maity, J. R. Bochinski, L. I. Clarke, R. E. Gorga: Enhanced 

crystallinity of polymer nanofibers without loss of nanofibrous morphology via 

heterogeneous photothermal annealing. Macromolecules, 49 (2016) 9484–9492. 

[309]  N. Naga, Y. Yoshida, M. Inui, K. Noguchi, S. Murase: Crystallization of amorphous 

poly(lactic acid) induced by organic solvents. Journal of Applied Polymer Science, 

119 (2010) 2058–2064. 

[310]  S. Solarski, M. Ferreira, E. Devaux: Characterization of the thermal properties of PLA 

fibres by modulated scanning calorimetry. Polymer, 46 (2005) 11187–11192. 

[311]  M. M. Knopp, K. Löbmann, D. P. Elder, T. Rades, R. Holm: Recent advances and 

potential applications of modulated differential scanning calorimetry (mDSC) in drug 

development. European Journal of Pharmaceutical Sciences, 87 (2016) 164–173. 

[312]  J. E. K. Schawe, T. Hütter, C. Heitz, I. Alig, D. Lellinger: Stochastic temperature 

modulation: a new technique in temperature-modulated DSC. Thermochimica Acta, 

446 (2006) 147–155. 

[313]  K. Chen, C. A. Wilkie, S. Vyazovkin: Nanoconfinement revealed in degradation and 

relaxation studies of two structurally different polystyrene-clay systems. The Journal 

of Physical Chemistry B 111 (2007) 12685–12692. 

[314]  I. Fraga, S. Montserrat, J. M. Hutchinson: TOPEM, a new temperature modulated 

DSC technique. Journal of Thermal Analysis and Calorimetry, 87 (2007) 119–124. 

[315]  K. Wasanasuk, K. Tashiro, M. Hanesaka, T. Ohhara, K. Kurihara, R. Kuroki, T. 

Tamada, T. Ozeki, T. Kanamoto: Crystal structure analysis of poly(L-lactic acid) α 

form on the basis of the 2-dimensional wide-angle synchrotron X-ray and neutron 

diffraction measurements. Macromolecules, 44 (2011) 6441–6452. 

[316]  X. Yang, S. Kang, Y. Yang, K. Aou, S. L. Hsu: Raman spectroscopic study of 

conformational changes in the amorphous phase of poly(lactic acid) during 

deformation. Journal of Polymer Science Part B: Polymer Physics, 49 (2011) 1146–

1454. 



 

 

147 

 

 

[317]  J. P. Kalish, K. Aou, X. Yang, S. L. Hsu: Spectroscopic and thermal analyses of α’ 

and α crystalline forms of poly(L-lactic acid). Polymer, 52 (2011) 814–821. 

[318]  X. Chen, J. P. Kalish, S. L. Hsu: Structure evolution of α’-phase poly(lactic acid). 

Journal of Polymer Science Part B: Polymer Physics, 49 (2011) 1446–1454. 

[319]  H. M. Pollock, A. Hammiche: Micro-thermal analysis: techniques and applications. 

Journal of Physics D: Applied Physics 34 (2001) R23–R53 

[320]  D. M. Price, M. Reading, A. Hammiche, H. M. Pollock, M. G. Branch: Localised 

thermal analysis of a packaging film. Thermochim Acta, 332 (1999) 143–149. 

[321]  I. Moon, R. Androsch, W. Chen, B. Wunderlich. The principles of micro-thermal 

analysis and its applications to the study of macromolecules. Journal of Thermal 

Analysis and Calorimetry, 59 (2000) 187–203.  

[322]  G. Van Assche, Van B. Mele: Interphase formation in model composites studied by 

micro-thermal analysis. Polymer, 43 (2002) 4605–4610. 

[323]  W. Kong, B. Tong, A. Ye, R. Ma, J. Gou, Y. Wang, C. Liu, C. Shen. Crystallization 

behavior and mechanical properties of poly(lactic acid)/poly(ethylene oxide) blends 

nucleated by a self-assembly nucleator. Journal of Thermal Analysis and Calorimetry, 

135 (2019) 3107–3114. 

[324] A.K. Mohanty, M. Misra, L.T. Drzal, S.E. Selke, B.R. Harte, G. Hinrichsen: Natural 

Fibres, Biopolymers, and Biocomposites: An Introduction. In book: Natural Fibres, 

Biopolymers, and Biocomposites (2005) 1–36. 

[325] R. Ellwanger, B. Sawatzky, K. Zmitrowicz, Factors Behind the 2014 Oil Price 

Decline. Bank of Canada review (2017) Available online:  

https://www.bankofcanada.ca/wp-content/uploads/2017/11/boc-review-autumn2017-

ellwanger.pdf (Last accessed: November 2020) 

[326] C. Goldsberry, Bioplastics can be costly to produce and can only compete on price 

with fossil-based plastics if oil prices are high, and they aren’t. Plastics Today (2020) 

Available online:  https://www.plasticstoday.com/biopolymers/oil-prices-and-fate-

bioplastics-marketplace (Last  accessed: November 2020) 

[327] M. Dent, Bioplastics 2020-2025 – A technology and market perspective for biobased 

polymers. IDTechEx Research Reports (2020) Available online:  

https://www.idtechex.com/en/research-report/bioplastics-2020-2025/721 (Last  

accessed: November 2020) 

[328] S. Kramer, The global bio-based polymer market 2019 – A revised view on a turbulent 

and growing market. Bio-based News (2020) Available online:  

https://www.businessinsider.com/low-oil-prices-hurt-plastics-recycling-2016-4 (Last 

accessed: November 2020) 

[329] S. Kramer, The one thing that makes recycling plastic work is falling apart. Business 

Insider (2016) Available online: https://www.businessinsider.com/low-oil-prices-hurt-

plastics-recycling-2016-4 (Last accessed: November 2020) 

[330] J. Lee, Recycled plastic is now more expensive than PET. That’s not just an economic 

problem. The Print (2019) Available online:  https://theprint.in/economy/recycled-

plastic-is-now-more-expensive-than-pet-thats-not-just-an-economic-problem/302129/ 

(Last accessed: November 2020) 

[331] D. van Leuven, Virgin resin price vs. recycled resin price. Plastikmedia (2020) 

Available online:  https://www.plastikmedia.co.uk/virgin-price-vs-recycled-price-

vanden/ (Last accessed: November 2020) 

https://www.bankofcanada.ca/wp-content/uploads/2017/11/boc-review-autumn2017-ellwanger.pdf
https://www.bankofcanada.ca/wp-content/uploads/2017/11/boc-review-autumn2017-ellwanger.pdf
https://www.plasticstoday.com/biopolymers/oil-prices-and-fate-bioplastics-marketplace
https://www.plasticstoday.com/biopolymers/oil-prices-and-fate-bioplastics-marketplace
https://www.idtechex.com/en/research-report/bioplastics-2020-2025/721
https://www.businessinsider.com/low-oil-prices-hurt-plastics-recycling-2016-4
https://www.businessinsider.com/low-oil-prices-hurt-plastics-recycling-2016-4
https://www.businessinsider.com/low-oil-prices-hurt-plastics-recycling-2016-4
https://theprint.in/economy/recycled-plastic-is-now-more-expensive-than-pet-thats-not-just-an-economic-problem/302129/
https://theprint.in/economy/recycled-plastic-is-now-more-expensive-than-pet-thats-not-just-an-economic-problem/302129/
https://www.plastikmedia.co.uk/virgin-price-vs-recycled-price-vanden/
https://www.plastikmedia.co.uk/virgin-price-vs-recycled-price-vanden/


 

 

148 

 

 

[332] ISO 14040 International Standard. Environmental management - Life cycle assessment 

- Principles and framework; International Organization for Standardization: Geneva, 

Switzerland, (2006) 

[333] ISO 14044 International Standard. Environmental management - Life cycle assessment 

- Requirements and guidelines; International Organization for Standardization: 

Geneva, Switzerland, (2006) 

[334] PlasticsEurope: Eco-Profiles; PlasticsEurope’s Eco-profiles comprise Life Cycle 

Inventory datasets (LCI) and Environmental Product Declarations (EPD) for plastics. 

Available online: https://www.plasticseurope.org/en/resources/eco-profiles (2011) 

(Last accessed: November 2020) 

[335] Franklin Associates: Cradle-to-Gate Life Cycle Inventory of Nine Plastic Resins and 

Four Polyurethane Precursors. The Plastics Division of the American Chemistry 

Council (2011) 

[336] F. Gironi, V. Piemonte: Life Cycle Assessment of Polylactic Acid and Polyethylene 

Terephthalate Bottles for Drinking Water. Environmental Progress & Sustainable 

Energy, 30(3) (2010) 459–468. 

[337] NatureWorks Press Releases: NatureWorks Announces 100 Percent Third-Party 

Certified Sustainable Feedstock by 2020 Available online:  

https://www.natureworksllc.com/News-and-Events/Press-Releases/2019/2019-02-14-

100-Percent-Sustainable-Feedstock-by-2020 (2019) (Last accessed: November 2020) 

[338] V. Rossi, N. Cleeve-Edwards, L. Lundquist, U. Schenker, C. Dubois, S. Humbert, O. 

Jolliet: Life cycle assessment of end-of-life options for two biodegradable packaging 

materials: sound application of the European waste hierarchy. Journal of Cleaner 

Production, 86 (2015) 132–145. 

SUPPLEMENTARY APPENDIX 

I. Economics of the biopolymer market 

As the price of plastics made from petrochemical feedstocks rose drastically after the 

1973 oil crisis, demand for natural-based polymers also increased [324]. The same effect was 

observed in the early 2010s, when Brent oil prices stabilised above 100 USD/barrel, a three-

and-a-half-year average that had never been seen before [325]. Nonetheless, bio-based 

plastics can be costly to produce and could only compete on price with fossil-based plastics if 

oil prices are high. Starting from July 2014, prices of the ‘black gold’ declined sharply, 

throwing the bioplastics industry into turmoil [326]. As it turned out, the new technologies 

allowing low-cost shale oil extraction was particularly disruptive to the way oil is produced, 

meaning that lower oil prices could be sustained over longer periods of time [325]. In the 

following years, many major bioplastics companies went out of business or rebranded (Figure 

S2). IDTechEX, a market research and consulting firm noted for example that after spending 

over $300 million on a bioplastics production plant, Metabolix abandoned the project, 

changing its name to Yield10 Bioscience and shifting its focus to agritech [327]. IDTechEX 
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also noted that companies such as Corbion and Avantium have been successfully developing 

partnerships with major food and beverage companies, with Avantium recently winning the 

support of Carlsberg and Coca-Cola for its plant-based bottle that the company claims can 

biodegrade in 12 months. In regard to the manufacturing of bio-based polymeric materials, the 

market is dominated by large players including BASF SE, DuPont, Novamont S.p.A., Plantic 

Technologies Ltd, NatureWorks LLC, Total Corbion, FMC Biopolymer AS, Archer Daniels 

Midland, Danimer Scientific, Biome Technologies plc, Eastman Chemical Company and 

Mitsubishi Chemical Holdings. 

Despite the considerable lobbying potential of the aforementioned companies, the 

European Union’s single-use plastic ban was adopted in 2019 and will come into force in 

2021. Biodegradability and bio-based origin are not recognised as grounds for exemption 

from the ban. Almost all bio-based and biodegradable polymers are put under collective 

punishment together with fossil plastics and are banned as well. Only so-called “natural 

polymers”, polymerised by nature, are exempt [328]. The major market drivers in 2018 and 

2019 were brands that want to offer their customers more environmentally friendly solutions 

and critical consumers looking for alternatives to petrochemicals. If bio-based polymers were 

to be accepted as a solution and promoted in a similar way as biofuels, annual growth rates of 

10 to 20% could be expected. But since this has not been the case, during the late 2010s the 

market remained challenging with little political support and low crude oil prices. 

Presumably, the year 2020 was not the most outstanding period of the bio-based 

polymers market either. With the unfolding Covid-19 pandemic and the parallel negative 

demand and positive supply shock on the hydrocarbon industry, the price of crude oil 

managed to hit its 20-year low. Although the huge demand for single-use packaging and 

protective equipment remained a ray of hope for bioplastics, furthermore, increasing corporate 

commitments via sustainable plastic pledges made over the past few years have given a 

glimmer of hope to bioplastics’ survival [327]. 

The state of the industry is very similar to the recycling sector, where oddly enough, 

recycled polyethylene terephthalate (PET) became more expensive than the virgin material 

[329, 330]. Still, the demand for reclaimed plastics did not decreased dramatically, as larger 

firms have no plans to change their sustainable packaging commitments. Recycled content has 

been closely linked to brand sensitivity, and the inclusion of recycled material is still driven 

by consumer demand rather than legislation for now [331]. With the amplifying public 
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consciousness that was raised on the matter, brands and retailers are putting long-term 

consumer trust and loyalty before short-term financial gains from reverting to virgin plastics. 

In the case of bio-based plastics, consumer awareness and legislations were far from 

enough for this sector to take over a significant share of the plastics market, thus, to meet the 

high expectations of the early 2010s (Figure S4-S6 in Appendix). Despite the clear 

environmental advantages, bioplastics still only have about a 0.5% market share—2.1 million 

tonnes per annum (MTPA) (cf. Figure S6 in Appendix)—of the dynamically growing global 

plastics industry (370 MTPA, cf. Figure S3 in Appendix) [327]. As only a fraction of the 

population is willing to pay more for a more sustainable product, it is evident that the 

product’s form, fit, and function should determine its success. In addition to the currently 

emerging legislations, the sector has never been in a greater need for intensive development to 

gain competitive advantage. 

II. Life Cycle Assessments of PLA 

Life cycle assessment (LCA) is a standardised (ISO 14040 and ISO 14044) method for 

“compilation and evaluation of the inputs and outputs and the potential environmental impacts 

of a product system throughout its life cycle” [332, 333]. LCAs are based on different datasets 

[334, 335] and have certain boundaries concerning reliability and accuracy. Environmental 

impact categories can be divided into three groups [18]: 

- Group 1: Indicators of global relevance, generally of high reliability and accuracy. 

Primary energy from non-renewable resources (absolute value) and global warming 

potential (GWP). Both are of high importance and normally have the highest reliability 

since the underlying data are usually reported in a relatively accurate way [18]. 

- Group 2: Indicators of local/regional relevance. Other indicators such as photochemical 

ozone creation, eutrophication, water use, and acidification are more regional or local 

indicators; they are indicators of potential regional impact and should be interpreted 

accordingly. (e.g., in terms of the local environmental impact of a process requiring 

water, there is a big difference depending on whether the process is located in a high 

drought area or in an area with a large surplus of water.) Clearly, water is an example of 

a local indicator that must be taken in a local context. Generally, these indicators are of 

medium accuracy compared to Group 1 indicators [18]. 

- Group 3: Indicators of local/regional relevance with low accuracy. Indicators like eco- 

and human toxicity are local indicators showing potential impacts, with medium to high 
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importance, but typically have low to very low accuracy. They are also highly 

dependent on the level of detail of the life cycle inventory data collected. Often the 

completeness and reliability of the data are so low that the data are not used by LCA 

practitioners. One of the reasons that toxicity indicators are usually considered of very 

low accuracy is that the databases used seldom account equally for all relevant inputs 

and outputs in the polymer production process. Contributions not measured, quantified, 

or captured in a database could include emissions related to accidents or production 

practices. For all these reasons, if decisions hinge critically on indicators such as these, 

a deeper analysis—such as in a typical LCA—is recommended [18]. 

Numerous LCA analyses and reviews are available offering different conclusions 

regarding the environmental impact of bio-based polymers and PLA in particular. In 2010, 

Gironi and Piemonte made a comparison between the LCA (cradle-to-grave) of PLA bottles 

for drinking water and the LCA of PET bottles for the same use [336]. They concluded that 

the true advantage of the PLA derives from the use of renewable resources, but the benefit is 

paid in terms of damage to human health and ecosystem quality (pesticides, consumption of 

land, and consumption of water). On the other hand, the LCAs showed that PLA is more 

convenient than PET when the final destination of PLA bottles is the recycling instead of 

composting or landfill. Since then, PLA manufacturers were actively driving their feedstock 

suppliers to be certified by the International Sustainability & Carbon Certification System 

(ISCC), including best agricultural practices and the protection of the surrounding 

environment [337]. 

The LCA study conducted by Maga et al. showed that all investigated PLA recycling 

technologies (mechanical, chemical, solvent-based) perform better from an environmental 

perspective than waste incineration. The reason for that is the substitution of virgin PLA 

material and the avoidance of linked environmental impacts such as agricultural land 

occupation, global warming, eutrophication or acidification [1]. The environmental benefits of 

landfilling and composting were identified as the lowest compared to other end-of-life options 

(from a climate perspective), since these waste treatment methods do not allow energy 

recovery [338]. Walker et al. concluded that the difference in scale of the bio-based and fossil-

based polymer industries is an important factor to take into consideration, since emissions and 

environmental impacts per unit mass will change with the maturity and scale of the industry 

[23]. In their recent paper they also noted that since ISO 14040 and ISO 14044 do not 

prescribe the scope, data quality, assessment method or impact categories, the European 

Union Product Environmental Footprint (EU PEF) method should be used to avoid the 

proliferation of incomparable assessment methods. 

Some other relevant LCA indicators are also discussed in Chapter 2.3.2 along with the 

main advantages and disadvantages of PLA. 
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Figure S1 Monthly CO2 levels [19] 

 

Figure S2 Impact of falling oil prices on the bioplastics industry [327] 
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Figure S3 Global plastics production (Source: Statista.com, Oct. 2019) 

  

Figure S4 Bioplastic production data in 2013, prediction for 2020 (Source: Nova-Institut, 2013) 
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Figure S5 Bioplastic production data in 2015, prediction for 2019 (Source: European Bioplastics, 

Nova-Institut, 2015) 

 

Figure S6 Bioplastic production data in 2020, prediction for 2025 (Source: European Bioplasticsm, 

2020) 
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Figure S7 Global bioplastic production in 2018 and 2019 by market segment (Source: European 

Bioplastics, 2018-2019) 
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Figure S8Global bioplastic production in 2020 by market segment (Source: European Bioplastics, 

2020) 
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