
polymers

Article

Temperature and Time Dependence of the
Solvent-Induced Crystallization of Poly(l-lactide)

Mahitha Udayakumar 1,2, Mariann Kollár 3, Ferenc Kristály 4 , Máté Leskó 4, Tamás Szabó 3,
Kálmán Marossy 3, Ildikó Tasnádi 3 and Zoltán Németh 1,2,*

1 Higher Education and Industry Cooperation Centre of Advanced Materials and Intelligent Technologies,
University of Miskolc, H-3515 Miskolc, Hungary; kemudaya@uni-miskolc.hu

2 Institute of Chemistry, University of Miskolc, H-3515 Miskolc, Hungary
3 Institute of Ceramic and Polymer Engineering, University of Miskolc, H-3515 Miskolc, Hungary;

femmaja@uni-miskolc.hu (M.K.); polsztam@uni-miskolc.hu (T.S.); polkal01@uni-miskolc.hu (K.M.);
poltildi@uni-miskolc.hu (I.T.)

4 Institute of Mineralogy and Geology, University of Miskolc, H-3515 Miskolc, Hungary;
askkf@uni-miskolc.hu (F.K.); askmate@uni-miskolc.hu (M.L.)

* Correspondence: kemnemet@uni-miskolc.hu; Tel.: +36-46-565-111 (ext. 1380)

Received: 15 April 2020; Accepted: 1 May 2020; Published: 6 May 2020
����������
�������

Abstract: The role of organic solvents in governing the crystallization and morphology of
semi-crystalline poly-l-lactide (PLLA) sheets was systematically investigated. Three different
organic solvents; ethyl acetate (EA), o-dichlorobenzene (ODCB), and nitrobenzene (NB), with a
solubility parameter analogous to PLLA and with a high capability of swelling, were chosen. It has
been witnessed that the degree of crystallization and crystal morphology depends highly on the
degree of swelling and evaporation rate of the solvent. Besides, the temperature and time of treatment
played a significant role in the crystallization of polymers. The effect of different solvents and curing
times are reflected by the measured X-ray diffraction (XRD) peaks and the differences are best shown
by the unit cell size. The largest variation is observed along the c-axis, indicating shorter bonds, thus,
showing better conformation after NB and ODCB treatment. The percentage of crystallinity calculated
using the classical relative crystallinity index of XRD shows closer values to those calculated with
differential scanning calorimetry (DSC) data, but a huge variation is observed while using the LeBail
deconvolution method. The strong birefringence of polarised optical micrograph (POM) and the
crystal morphology of scanning electron micrograph (SEM) also evidenced the orientation of polymer
crystallites and increased crystallinity after solvent-supported heat treatment.

Keywords: poly(l-lactide); solvent-induced crystallization; swelling; solubility parameter;
temperature and time dependence

1. Introduction

Due to the depletion of fossil fuels and the huge environmental impact of extraction methods,
the production of plastics from such fossil fuels is not a sustainable way to do so [1], and furthermore,
their wastes, discarded into the environment, are subject to slower degradation. Biodegradable polymers
are the potential replacement for petroleum-based polymers and other bio-compatible materials,
such as metals and ceramics [2]. The most widely using biodegradable polymers are polylactide
(PLA), polycaprolactone (PCL), poly(butylene adipate terephthalate) (PBAT) and polyhydroxybutyrate
(PHB) [3]. Among these, PLA is one of the major commercial biopolymers derived from renewable raw
materials such as corn starch, potato, sugarcane and even from food wastes [4]. Nowadays, the PLA
has been widely used in the packaging industries due to its biodegradability, good mechanical and
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translucent properties [5]. Based on its biocompatibility, special grades of PLA had been developed for
biomedical applications such as drug delivery systems [6].

Generally, the PLA can be produced by two polymerization routes, direct condensation of lactic
acid monomer or ring-opening polymerization of lactide dimer (l-, d- or d,l-), with various metal
catalysts in the form of a solution, melt, or as a suspension [7]. There are three possible ways to
produce PLA from lactides: poly(l-lactide) (PLLA) and poly(d-lactide) (PDLA) from the polymerization
of l,l-lactide and d,d-lactide, respectively, and the combination of l- and d- lactides usually lead
to the synthesis of poly(d,l-lactide) (PDLLA) [8]. The properties of PLA depend primarily on the
stereochemistry of the lactide (l-, d- or d,l-) isomers and the thermal history (annealing) during
processing [9].

The thermal, mechanical and other significant properties of PLA depend mainly on its
degree of crystallinity [10]. Therefore, the understanding of the crystallization behaviour and
kinetics of PLA is substantial to control its properties. However, the crystallization of PLA
is rather a slow process compared to many conventional thermoplastics [11]. The polymer
crystallization can be done by following different approaches such as physical aging [12],
phase separation [13], process-induced crystallization [14], nucleating-agent induced crystallization [15],
and/or solvent-induced crystallization [16]. The research about the thermal annealing and
solvent-induced crystallization of the PLA has been increasingly paid attention to, not only to improve
their mechanical, thermal and other properties, but also to know the interaction of this biopolymer with
different media or the humid environment during application. During polymer-solvent interaction,
the solvent molecules go into the polymer and increase the chain mobility and because of polymer
chain segmental relaxation, crystallization occurs, even at room temperature in many polymers [17].

In the past, only limited research works have been done on the temperature dependence of
solvent-induced crystallization of PLA. Iwata, T. et al. [18] reported the preparation of lozenge- and
hexagonal shaped PLLA single crystal with spiral growth from a dilute solution of p-xylene and studied
the enzymatic degradation of single crystal by Proteinase-K. The barrier properties of commercial
PLA were studied using organic vapours of ethyl acetate and d-limonene and affirmed that the PLA
is not likely to promote flavour loss [19]. Sawada, H et al. [20] tested the combined effect of heat
treatment and solvent-induced crystallization of PLAs using dichloromethane and investigated their
gas transport properties. Gondo, D. et al. [21] investigated the crystallization of PLA membranes using
methanol and ethanol and showed the formation of the α-crystal structure of PLA in methanol and a
crystallized mixture of α- and β-forms in ethanol.

Furthermore, the crystallization behaviour of amorphous PLA while immersing in many different
organic solvents like acetone, ethyl acetate, diethyl ether, tetrahydrofuran, methanol, hexane, toluene,
xylene, and o-dichlorobenzene had been studied and reported that acetone was the most effective
solvent to accelerate the crystallization in PLA [22]. Sato, S. et al. [23] investigated the effects of 60
different organic solvents on the properties of PLA using the Hansen solubility parameter (HSP) and
reported that the hydrogen bonding parameter is most effective in the solubility of the PLA films
and obtained the solvent-induced crystallization on account of the degree of swelling. Moreover, the
effects of mixed solvents on the surface morphology, crystallization and properties of PLA have been
reported [17,24].

In the present work, we conducted experiments to determine the degree of swelling and
the solubility parameter (SP) of commercial PLLA using different organic solvents. The swelling
behaviour plays a significant role in inducing crystallinity during polymer-solvent interaction. Besides,
the temperature and time of solvent induction are also the crucial parameters which influence the
degree of crystallization in polymers. Therefore, we investigated the temperature and time dependence
of solvent-induced crystallization of PLLA using three thermodynamically compatible organic solvents,
generating a high degree of swelling in PLLA. This research work contributes to the better understanding
of the influence of solubility parameter of solvents, and the temperature and time of solvent-induction
in swelling and solvent-induced crystallization of the PLLA.
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2. Materials and Methods

2.1. Materials

Poly(l-lactide) sheets of 1 mm thickness, with average molecular weight (MW) of 2.1 × 105 g/mol
were purchased from Sigma-Aldrich and used as received. Organic solvents such as dichloromethane,
dimethylformamide (DMF), dimethylsulfoxide (DMSO), ethyl acetate (EA), nitrobenzene (NB),
nitromethane, o-dichlorobenzene (ODCB), toluene, trichloromethane (all solvents are anhydrous
with ~99.9 % purity) were purchased from Sigma-Aldrich and used without further purification.
MilliQ water (18.2 MΩcm) was used for the swelling experiment.

2.2. Solubility Test

To investigate the solubility and the swelling behaviour of PLLA in the fore-mentioned organic
solvents, the PLLA sheets, cut into 1.5 cm × 1.0 cm × 0.1 cm, were immersed into the individual
solvents taken in a petri dish. In each solvent, three PLLA sheets with the same dimensions were
taken to check the reproducibility of the results. The samples were steeped into the solvents for 60 min.
Meanwhile, every 5 min, the samples were taken out from the petri dish, wiped them with paper tissues
and weighed. The PLLA sheets in the solvents dichloromethane, trichloromethane and nitromethane
started to dissolve immediately after immersion and completely dissolved within 10 to 15 min. On the
other hand, the solvents such as DMF, DMSO, EA, NB, ODCB, toluene and water gets diffused into
the PLLA polymeric network and made them swell. The solvent intake or degree of swelling was
determined for every 5 min. The degree of swelling (%) was calculated using the following equation:

Degree of swelling (%) =
WF −WI

WI
× 100 (1)

where WI (g) and WF (g) are the initial (dry) and final weight (swollen) of the samples before and after
immersion, respectively.

2.3. Determination of Solubility Parameter of PLLA

Two different methods were used to find the solubility parameter of the PLLA sheet and their
results were compared. At first, the solubility parameter of PLLA was determined using the degree
of swelling (%) of PLLA in the respective organic solvents (measured from the solubility test) and
the solubility parameter of the real solvents taken from the literature [25,26]. In the second approach,
the solubility parameter of PLLA was calculated theoretically by Small’s method [27] using the
following equation:

δ = (ΣF)/V = (ΣF)ρ/M (2)

where δ is the solubility parameter (cal1/2cm−3/2), F is the molar attraction constants (taken from [28]);
V is the molar volume; M is the molar mass of repeating unit; ρ is the density of the polymer.
1 cal1/2cm−3/2 = 2.045 MPa1/2.

2.4. Crystallization of PLLA

The experiment for the crystallization of PLLA by thermal annealing and solvent addition was
performed in a laboratory oven. The solvents nitrobenzene, o-dichlorobenzene and ethyl acetate, which
strongly swelled the PLLA, were taken to study the effect of the solvents in PLLA sheets at different
temperatures. The experiment was conducted in a 100 mL conical flask and a test tube. Two PLLA
sheets cut into 1.5 cm × 1.0 cm × 0.1 cm were taken for each analysis. One of the sheets connected
to the aluminium metal wire was immersed into the solvent taken in a conical flask and another
sheet taken in a dry test tube (without any solvent) was placed inside the conical flask. This set-up
(Figure 1) was adopted to make sure that the two samples were placed at the same temperature inside
the oven. The experimentation was carried out at different temperatures, for ethyl acetate (50 ◦C and
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70 ◦C), and o-dichlorobenzene and nitrobenzene (80 ◦C and 100 ◦C) based on their boiling points,
and for a duration of 5 and 20 min. The whole set-up was covered with aluminium foil to avoid the
evaporation of the solvent. After keeping the samples at the desired temperature and time, they were
taken out, blotted with paper tissues and dried in air at room temperature overnight to remove the
excess solvents.
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Figure 1. Experimental set-up for thermal annealing and solvent-induced crystallization of
poly-l-lactide (PLLA).

3. Characterization

The thermal analysis of the PLLA samples was measured with a DSC131 evo differential scanning
calorimeter. The differential scanning calorimetry (DSC) sample pan-kit was aluminium. The heat
scans were performed from 20 to 200 ◦C at a heating rate of 10 ◦C/min, under a nitrogen atmosphere.
The glass transition temperature (Tg) was determined as the midpoint of the endothermic transition.
The crystallization temperature (Tc) and the melting temperature (Tm) were determined as the maximum
of each peak. The degree of crystallinity (%XC-DSC) was calculated using the following equation:

%XC−DSC =
∆Hm − ∆Hc

93.1
× 100 (3)

where ∆Hm and ∆Hc are the melting and crystallization enthalpies of a polymer in J/g, respectively,
and 93.1 J/g is the enthalpy of the fully crystalline PLA (l-donor 100%) sample [29].

X-ray powder diffraction measurements (XRD) were run on a Bruker D8 Discover instrument (Cu
K-alpha, 40 kV and 40 mA) in parallel beam geometry obtained with Göbel mirror, using 0.2◦ equatorial
Soller-slit and LynxEye X-ET energy-dispersive detector in 0D mode. Patterns were recorded in the
2◦–70◦ (2θ) angular region with 0.007◦ (2θ)/124 sec counting time, corresponding to regular scintillation
detector counting time. Recorded patterns were evaluated by combining the LeBail–Pawley fitting in
TOPAS4 software, using α-PLLA symmetry and unit cell data from [30], with instrumental convolution
determined on NIST SRM 640d Si powder and using 1st-degree Tschebyshev polynomial background
also determined on the Si standard. Crystallinity was calculated as the ratio of total scattering from
α-PLLA relative to the amorphous hump. The amorphous contribution was determined in two different
ways. First, the classical relative crystallinity index was determined by (1) subtracting background
scattering with a quasi-linear baseline (2) tracking a polynomial baseline at the base of the peaks to
separate crystalline from amorphous contribution and (3) calculating area-based crystalline fraction.
In the second approach, the amorphous fraction was modelled with a Pawley single or multiple peaks,
as the deconvolution required, and from the obtained crystalline to amorphous ratio, the crystallinity
percentage was determined. Although this second approach is not commonly used in polymer XRD,
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we have found that it could give more accurate results, since it incorporates crystal structure-based
peak broadening due to crystallite size, thus it accounts for a crystalline fraction in the border of the
microcrystalline-amorphous region. Additionally, this method allows for the calculation of the average
crystallite size and distribution.

The chemical structure of the PLLA samples was analysed using Fourier-transform infrared
spectroscopy (FTIR, Vertex 70 spectrometer, Bruker, Billerica, MA, USA) in the wavenumber range of
4000 to 400 cm−1. The measurements were operated by averaging 50 scans and a resolution of 4 cm−1.

Polarised transmitted light microscopy was applied to test the microscale crystallinity of samples.
Lamellae of ~0.1 mm in thickness were cut from the test pieces and mounted on a glass plate without
glue. A Zeiss AxioLab Imager A2m microscope with 3200K white source and AxioCam MRc5 digital
camera was used to capture micrographs at crossed Nicole.

The surface morphology of the PLLA samples was verified by scanning electron microscopy
(SEM). SEM measurements were done with a Thermo Scientific Helios G4 PFIB CXe and JEOL JSM
7200F instruments. Before the measurement, the samples were mounted on a conductive carbon tape
and these were coated with a thin Au/Pd layer in Ar atmosphere.

4. Results and Discussion

4.1. Determination of Solubility Parameter (δ) of PLLA

Table 1 contains the molar attraction constants ((cal cm3)1/2 mol−1) and molar mass (g/mol) of
various groups of PLLA monomer or repeating unit necessary for the calculation of solubility parameter
of PLLA by Small’s method. The density of PLLA is 1.32 g/cm3, therefore, the solubility parameter,
δ = (ΣF)/V = (ΣF)ρ/M = (552 × 1.32)/72 = 10.12 cal1/2cm−3/2 = (10.12 × 2.045) MPa1/2 = 20.7 MPa1/2.
By using Small’s method, the solubility parameter of the PLLA sheet was found to be 20.7 MPa1/2.

Table 1. Determination of solubility parameter of PLLA.

Group Number (n) Molar Attraction, F
(cal cm3)1/2 mol−1

Fxn
(cal cm3)1/2 mol−1

Molar Mass
(g/mol)

–CH3 1 214 214 15
>CH- 1 28 28 13

–COO– 1 310 310 44

Σ 552 72

The software slide-write plus for Windows [31] was used to fit the swelling (%) Vs time (min) curve.
The equations used for curve fitting are a0(1 − exp(−x/a1)) and a0(1 − exp(−x/a1)) − a2x. Figure 2a
represents the swelling behaviour and the time dependence of PLLA in various organic solvents
and the saturation of solvent diffusion into the PLLA samples has been shown by the equilibrium
degree of swelling of the polymeric network. The decreasing trend in the degree of swelling in case of
solvents toluene and DMF is due to the disintegration and dissolution of gelatinous PLLA samples
after 15 min. Figure 2b represents the solubility curve to determine the solubility parameter of PLLA.
The solubility parameter of the solvents, the degree of swelling (%) of PLLA in the respective solvents
and the calculation of (δp − δsolv)2, where δp and δsolv are the solubility parameters of polymers and
solvents, respectively, are shown in Table 2. Using the curve (Figure 2b), the solubility parameter of
PLLA was found to be 21 MPa1/2. Certainly, the solubility parameter of PLLA determined from the
experiment and small’s method is in good agreement.
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Table 2. Data of solubility parameter of solvents and the degree of swelling of PLLA.

Solvents Solubility Parameter (MPa1/2)
[25,26]

(δp
1
− δsolv)2

[32]
Swelling (%)

Toluene 18.2 7.8 74.8
Ethyl acetate 18.2 7.8 89.0

ODCB 20.5 0.3 91.5
nitrobenzene 22.2 1.4 91.0

DMF 24.9 15.2 82.0
DMSO 26.7 32.5 65.4
Water 48.0 729.0 1.6

1 The solubility parameter of the PLLA sheet, δp = 21 MPa1/2 calculated from the swelling experiment is used in
the table.

It is familiar that liquids with similar solubility parameters are likely to be miscible and in the
same way, polymers can dissolve in solvents with solubility parameter not too different from them.
However, Gee [32] has shown a similar relationship between the swelling of polymers in solvents
and their solubility parameters; i.e., swelling is maximal when (δp − δsolv)2 is zero. Our results of
(δp − δsolv)2 (shown in Table 2) are quite in line with Gee’s interpretation.

The mechanism for the solvent-induced crystallization involves two main sequential processes:
1. diffusion of the low molecular weight solvent into the interior of the polymer network (swelling),
2. segmental relaxation and polymer chain orientation (crystallization). It is well-known that
the interaction between the polymer chains and the solvent molecules affects the solvent-induced
crystallization of the polymer. Thus, the solvents with similar solubility parameter are important
not only in polymer dissolution, but also have a significant influence in swelling and crystallization.
These interactions are not only relying on the total solubility parameter, but rather on the individual
three components such as dispersion force (δd), dipolar intermolecular force (δp) and hydrogen bonding
(δh), proposed by C. M. Hansen [26]. Though the solvents ethyl acetate and toluene share the same
solubility parameter value, the degree of swelling of PLLA by toluene is lower than ethyl acetate.
This can be explained by considering the individual components of SP, i.e., the dipolar intermolecular
force and the hydrogen bonding parameter of toluene, which is relatively lower, resulted in weaker
interaction with PLLA molecules when compared to ethyl acetate. The solubility parameter of the raw
PLLA is found to be about 21 MPa1/2, which is similar to the values predicted in earlier literature [33].
As the solubility parameter of PLLA and the solvents nitrobenzene, o-dichlorobenzene and ethyl
acetate (Table 2) with a high swelling behaviour (~ 90%) are nearly equal, the interaction between
the PLLA molecular chain and the low molecular weight solvents is strong. Therefore, these three
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polar aprotic solvents with similar solubility parameters to PLLA were chosen for investigating the
solvent-induced crystallization of PLLA at varying temperatures and treatment times.

4.2. Crystallization Behaviour of PLLA Induced by Solvents

The crystallization behaviour of PLLA sheets induced by the solvents at different temperature
and time is discussed using DSC thermogram. The changes in the DSC thermogram of the
thermally-annealed and solvent-treated PLLA sheets at varying temperature and time are shown in
Figure 3a–d.
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Figure 3. Differential scanning calorimetry (DSC) thermograms of PLLA; raw and thermally-annealed
at different temperatures for 20 min (a); immersed in ethyl acetate at 50 and 70 ◦C (5, 20 min) (b);
immersed in o-dichlorobenzene (ODCB) at 80 and 100 ◦C (5, 20 min) (c); immersed in nitrobenzene at
80 and 100 ◦C (5, 20 min) (d).

The Tg, Tc, Tm, ∆Hc, ∆Hm and %Xc-DSC determined using DSC thermograms are summarized in
Tables 3 and 4. As the DSC data were used to determine the crystallinity, the first heat scan data are
better, relative to second or third heat scans, since the first heat scan is the representation of the polymer
structure as a direct result of the solvent supported heat treatment. For every PLLA sheet annealed
at different temperatures and times, a sharp endothermic peak was observed at the glass transition
temperature, Tg (59.0–65.2 ◦C). The broad exothermic peak between 112.2–125.0 ◦C, which indicates
the crystallization of the PLLA samples and a melting peak around 150 ◦C were observed for all the
annealed samples. As can be seen from Table 3, there is only a slight decrease in the glass transition
temperature and not much change in the melting temperature of thermally annealed PLLA. The raw



Polymers 2020, 12, 1065 8 of 16

PLLA sheet taken for the experiment is semi-crystalline, with about 10.2% crystallinity. The percentage
of crystallinity calculated using re-crystallization and melting enthalpies after annealing at 50–80 ◦C
was relatively low and a negligible increase in crystallinity was observed for samples annealed at
100 ◦C. Based on the literature [34], the temperature taken for the cold-crystallization of PLLA is
sufficient to form crystallites, but the lack of crystallization is due to the inadequate treatment time or
the cooling rate required to form crystallites.

Table 3. DSC data of raw and annealed PLLA sheet.

Sample Tg (◦C) Tc (◦C) Tm (◦C) ∆Hc (J/g) ∆Hm (J/g) %Xc

Raw polylactide (PLLA) 65.3 124.1 150.0 2.6 12.1 10.2
50/5 59.0 118.8 148.8 7.6 14.5 7.4
50/20 59.9 125.0 150.9 3.8 11.1 7.8
70/5 65.0 124.8 150.6 3.1 11.4 8.9
70/20 65.2 123.5 150.6 5.3 13.8 9.1
80/5 63.6 124.7 151.5 2.6 10.5 8.5
80/20 62.4 123.3 150.4 5.2 13.9 9.3
100/5 62.4 124.2 150.1 2.9 16.6 14.7

100/20 62.3 112.2 148.7 6.1 21.1 16.1

Table 4. DSC data of solvent treated PLLA.

Sample Tg (◦C) Tc (◦C) Tm (◦C) ∆Hc (J/g) ∆Hm (J/g) %Xc

EA_50/5 52.7 114 145 2.0 19.7 19.0
EA_50/20 46.5 - 144.2 0 29.2 31.4
EA_70/5 53.2 - 147.8 0 24.2 26.0

EA_70/20 52.8 - 144.4 0 26.6 28.6
ODCB_80/5 63.7 - 143.6 0 27.6 29.6
ODCB_80/20 62.8 - 141.1 0 27.0 29.0
ODCB_100/5 62.5 - 142.3 0 26.4 28.4
ODCB_100/20 73.5 - 142.2 0 31.0 33.3

NB_80/5 47.5 - 138.5 0 34.6 37.2
NB_80/20 52.0 - 137.4 0 35.8 38.5
NB_100/5 50.2 - 138.3 0 32.9 35.3

NB_100/20 47.0 - 139.8 0 35.5 38.1

For solvent-treated PLLA samples (Table 4), we could observe a decrease in Tg for samples
immersed in the solvent ethyl acetate (46.5–53.2 ◦C) and nitrobenzene (47.0–52.0 ◦C). The decrease in
Tg is due to the increased mobility and segmental relaxation of the polymer chains (plasticization effect)
during solvent treatment. On the other hand, the solvent ODCB did not much affect the Tg except at
high temperature (100 ◦C) and longer treatment time (20 min). The increased Tg at 100 ◦C is observed
in Figure 3c, since the higher molecular weight ODCB stiffens and restricts the mobility of the polymer
chain, especially at longer treatment times. The absence of recrystallization peak and higher melting
enthalpies represent the increased degree of crystallinity upon treatment with solvents. The melting
peaks were shifted to a lower value, notably in ODCB (141–144 ◦C) and in nitrobenzene (137–140 ◦C).
The decrease in melting endotherm indicates the presence of residual solvent molecules (as impurities)
in the polymer crystallites, as the room temperature drying is not sufficient to evaporate higher boiling
point solvents from the PLLA samples. The increase in the endothermic melting enthalpy in all the
samples treated with solvents displayed the enhancement of crystallinity and the highest value was
attained by the solvent nitrobenzene.

The occurrence of crystallization induced by solvents at different temperatures and treatment
times was further confirmed by XRD. The diffraction patterns of thermally annealed PLLA and samples
crystallized in the solvents at different temperatures and treatment times are shown in Figure 4a,b.
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The three major humps on the raw PLLA pattern show short molecular clusters corresponding
to 2-3 molecules (~15◦ 2θ denoting ~6 Å), single molecules (~31.5◦ 2θ denoting ~3 Å) and the short
chains laterally bridged by ~2 Å bond distance (~40.5◦ 2θ), assuming the molecular size of ~3 × 4 Å
of the base material. In general, as a function of temperature, the PLLA can form different crystal
structures such as α’ below 120 ◦C and α-crystal above 120 ◦C [35]. As can be seen from Figure 4a, we
couldn’t observe any discreet peaks in the XRD pattern of thermally annealed PLLA samples, but there
is a small rise in the peak (2θ = 16.5◦) of PLLA samples annealed at 100 ◦C for 20 min. From the
pattern profiles, compared to the raw PLLA, it is evident that the temperature chosen for thermal
annealing (<120 ◦C) is sufficient for the segmental motion of the polymer chain and formation of
α’ crystals, but as mentioned earlier, the treatment time or the cooling rate of the process was not
enough to form crystallites during thermal annealing. Meanwhile, in the case of solvent-treated PLLA
samples (Figure 4b), various diffraction peaks were observed at 2θ = 12.4◦, 14.7◦, 16.7◦, 18.9◦ and
22.7◦, corresponding to the sets of crystallographic planes (004/103), (010), (200/110), (203) and (015),
respectively. It can be seen that the crystals formed in PLLA due to the polymer chain segmental
relaxation created by the solvents, exhibited the more stable α-crystal polymorph, which is confirmed
by the characteristic diffraction patterns of α-crystalline PLLA and the absence of a distinctive peak
at 2θ = 24.4◦, corresponding to α’-form [36]. The two distorted chains of α-structure of PLLA adopt
a 103 conformation and are packed in an orthorhombic unit cell of space group P212121 with lattice
parameters a, b and c (given in Table 5), almost in line with the literature value (a = 10.683 Å, b = 6.170 Å
and c = 28.860 Å) [30]. The effect of different solvents and curing times are reflected by the measured
XRD peak and these differences are best shown by the unit cell size. The largest variation is observed
along the c-axis, the chain length direction of the polymer fibres, indicating shorter bonds, therefore
better conformation of α-crystal in PLLA after NB and ODCB treatment. The percentage of crystallinity
calculated by the relative crystallinity index of XRD shows closer values to that of DSC results and
very large differences are observed for the LeBail deconvolution method of XRD. These differences are
attributed to a large number of crystallites closer to the amorphous boundary. In the case of raw and
untreated PLLA, there are 2 unit cells along the c-axis, 4 unit cells along the a-axis and 10 unit cells
along the b-axis (see Table 5 for crystallite size and the respective unit cell metrics) resulting in fibrous
nanocrystals. After solvent treatment, the crystallite sizes increase, therefore the fraction of very small
crystallites also increases. These nanometre-sized crystallites will significantly contribute to diffraction
producing broad peaks. However, during DSC analysis, these crystallites undergo further crystal size
growth and thus behave like an amorphous component.
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Table 5. Degree of crystallinity, crystallite size and lattice parameters calculated from XRD data.

Sample Crystallinity (%) Crystallite
Size (nm)

Lattice Parameters (Å)
DSC 1 rel.c. 2 LeBail 3 a b c

Theoretical [30] - - - - 10.683 6.170 28.860
Raw PLA 10.2 10.4 22.7 4 ± 1 10.125 5.927 31.345

Annealed_70 °C/5 min 8.9 9.4 12.9 4 ± 1 9.986 5.911 32.044
Annealed_70 °C/20 min 9.1 11.1 25.5 4 ± 1 10.050 5.914 31.953
Annealed_100 °C/5 min 14.7 12.5 18.8 4 ± 1 10.124 5.922 31.353

Annealed_100 °C/20 min 16.1 14.1 15.6 11 ± 3 10.025 5.957 31.600
EA_50 ◦C/20 min 31.4 20.9 50.8 18 ± 4 9.790 6.021 31.608
EA_70 °C/5 min 26.0 30.0 67.4 13 ± 3 9.833 6.026 31.714

EA_70 °C/20 min 28.6 36.4 60.3 15 ± 4 9.785 6.036 31.686
ODCB_100 °C/5 min 28.4 26.0 80.0 8 ± 2 10.653 6.096 28.845

ODCB_100 °C/20 min 33.3 30.4 81.4 10 ± 2 10.628 6.099 28.778
NB_100 °C/5 min 35.3 33.8 77.8 11 ± 3 10.638 6.115 28.804

NB_100 °C/20 min 38.1 34.5 84.4 12 ± 3 10.642 6.114 28.801
1 Crystallinity (%) calculated from DSC data. 2 rel.c. is the crystallinity (%) calculated using the classical relative
crystallinity index of XRD. 3 LeBail is the crystallinity (%) calculated using the LeBail deconvolution method of XRD.

The changes in the infrared spectra of the PLLA sheets induced by thermal-annealing and solvents
at 100 ◦C for 20 min are shown in Figure 5a,b. The FTIR spectra showed distinctive absorption
bands assigned to their different functional groups, indicating the peaks at 2997 cm−1 and 2946 cm−1

to the asymmetric and symmetric stretching vibration of C–H3 group, respectively, in the PLLA
polymer chain. The major spectral band at 1749 cm−1 (assigned to tt conformers) represents the
carbonyl stretching vibration and the band at 1458 cm−1 aroused from the asymmetric deformation
vibration of C–H3 [37]. Furthermore, the absorption bands at 1187 and 1089 cm−1 are due to the
symmetric stretching vibration of C–O–C and the band at 871 cm−1 representing the vibration of the
C–COO [38]. There is no disappearance or shift of the characteristic band at 1749 cm−1 indicative
of α-crystals [35]. The fingerprint regions play a crucial role in determining the crystallinity of
polylactides. From Figure 5b, we could observe a band at 956 cm−1 in all the samples, indicating the
amorphous phase of PLLA samples and during crystallization, the intensity of this band decreases [39].
On the other hand, a small band appears around 923 cm−1 attributed to the coupling of C–C backbone
stretching with the CH3 rocking mode. This band is sensitive to the 103 helix chain conformation of
PLLA α crystals, hence, it is called the crystalline band of PLLA [40]. Since the raw PLLA contains a
negligible crystallinity, the band at 923 cm−1 is also present in the raw sample. On the other hand, we
can find a notable decrease in the intensity of the peaks at 956 cm−1 and an increase in the intensity of
the peaks at 923 cm−1, especially for the samples immersed in solvents, which again confirmed the
solvent-induced crystallization of PLLA.
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4.3. Crystal Morphological Evaluation of PLLA

The main scope of the polarised optical microscopy (POM) investigations was to observe the
crystallinity through the presence of interference colours and extinction on the different PLLA samples.
Images were recorded in the maximum illumination position with the texture visible, on the thinnest
(<100 µm) edges of the samples. In most of the samples, the fibrous texture is observed as nanofiber
bundles of cca. 1µm. The optically anisotropic character of the crystals formed from the solvent-induced
crystallization of PLLA is given in Figure 6a–l. Compared to the raw PLLA sheet, a layered structure
was developed by solvent-induction and heat treatment, as a result of polymer chain rearrangement
and crystallization [22]. The appearance and the intensity of interference colours are in agreement with
the XRD and DSC data i.e., the larger crystallites and crystallinity was achieved for the specimens with
well-developed layers and interference colours. This observation further indicates that the crystallinity
calculated by DSC and the relative crystallinity by XRD is underestimating the actual crystallinity,
since the values obtained by LeBail deconvolution are closer to a fully crystallized polymer body.
Moreover, a spheroidal-globular crust has been developed on the surface of the test specimens, which
is amorphous in composition, with a high refractive index. This is probably a dissolution product of
the PLLA in solvents. In the middle of the sample, the interference colours can be visible, whereas only
the intense reflectivity of the material could be observed on the surface, as shown in Figure 6l.
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SEM investigation was done to understand the surface morphology and surface roughness of 
the PLLA sheets crystallized in various solvents. Different crystal morphologies were obtained for 
each solvent, as the nucleation and crystal growth due to solvent-induced crystallization of PLLA 
depends on various factors, such as solvent evaporation rate, the interfacial tension between the 
polymer and the solvent, viscosity, etc [41]. 

Here, we could observe a difference in morphology while using solvents with different boiling 
temperatures, i.e., the lower boiling point solvent ethyl acetate evaporates faster from the crystal 
growth front of the PLLA sheet, therefore the nucleation process dominates the crystal growth, 
leading to the formation of small uniform rod-like lamellae morphology, which is shown in the cross-
sectional view of the SEM micrograph (Figure 7b). On the other hand, the other two solvents, having 
a high boiling point, reside inside the polymer matrix for a long time, owing to the slower evaporation 
rate of the solvent, resulting in producing larger crystals with different morphologies at varying 
temperatures and treatment times, as shown in Figure 7c–e. 

Figure 6. Polarised optical micrograph (POM) of raw PLLA (a); PLLA annealed at 70 ◦C for 5 min (b);
PLLA annealed at 70 ◦C for 20 min (c); PLLA crystallized in ethyl acetate at 70 ◦C for 5 min (d); PLLA
annealed at 100 ◦C for 5 min (e); PLLA annealed at 100 ◦C for 20 min (f); PLLA crystallized in ethyl
acetate at 70 ◦C for 20 min (g); PLLA crystallized in ODCB at 100 ◦C for 5 min (h); PLLA crystallized
in ODCB at 100 ◦C for 20 min (i); PLLA crystallized in nitrobenzene at 100 ◦C for 5 min (j); PLLA
crystallized in nitrobenzene at 100 ◦C for 20 min (k,l).

SEM investigation was done to understand the surface morphology and surface roughness of the
PLLA sheets crystallized in various solvents. Different crystal morphologies were obtained for each
solvent, as the nucleation and crystal growth due to solvent-induced crystallization of PLLA depends
on various factors, such as solvent evaporation rate, the interfacial tension between the polymer and
the solvent, viscosity, etc [41].

Here, we could observe a difference in morphology while using solvents with different boiling
temperatures, i.e., the lower boiling point solvent ethyl acetate evaporates faster from the crystal
growth front of the PLLA sheet, therefore the nucleation process dominates the crystal growth, leading
to the formation of small uniform rod-like lamellae morphology, which is shown in the cross-sectional
view of the SEM micrograph (Figure 7b). On the other hand, the other two solvents, having a high
boiling point, reside inside the polymer matrix for a long time, owing to the slower evaporation rate of
the solvent, resulting in producing larger crystals with different morphologies at varying temperatures
and treatment times, as shown in Figure 7c–e.
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5. Conclusions

The solvent-induced crystallization of PLLA sheet was investigated using different
thermodynamically compatible organic solvents. Since the solubility parameter of PLLA and the
solvents ODCB and nitrobenzene are relatively similar, the interaction between the amorphous PLLA
chain and the solvents is quite intense. This facilitates the smooth diffusion of solvent molecules into
the PLLA matrix, which stimulates the random movement of the polymer molecular chain, thereby
inducing the orderly arrangement of chains with a high degree of crystallinity. The effect of different
solvents at varying temperatures and curing times on the crystallization of PLLA sheet was explained
using different analysing techniques. The differences were shown perfectly by the unit cell size,
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especially along the chain length direction of the polymer fibres, indicating shorter bonds, therefore
a better conformation of α-crystals during NB and ODCB treatment. The percentage of crystallinity
calculated using the classical relative crystallinity index of XRD shows closer values to that of DSC,
but a large variation is observed while using the LeBail deconvolution method. These differences are
attributed to the presence of a large number of the crystallites near the amorphous boundary. However,
the LeBail deconvolution method gives more accurate results, as it includes crystal structure-based
peak broadening due to crystallite size, thus, it accounts for a crystalline fraction in the border of
the microcrystalline-amorphous region. Moreover, the appearance of strong birefringence in the
polarised optical micrograph and the different crystal morphologies of the SEM micrograph indicates
the orientation of larger crystallites and a high degree of crystallinity developed by the combined effect
of solvent-induction and heat treatment of the PLLA.

Author Contributions: M.U. performed and optimized PLLA treatment, helped and performed the investigations
(e.g., FT-IR measurement), wrote scientific discussion, designing the study; M.K. addressed the analytical chemical
problems in the work; F.K. performed the XRD and POM investigations, analysed the results; M.L. performed the
SEM investigations, analysed the results; T.S. analysed the results of DSC and FT-IR, scientific discussion; K.M.
analysed the results of DSC, scientific discussion; I.T. performed the DSC measurements, analysed the results; Z.N.
contributed to conceiving the study, designing the study, and in its coordination. All authors contributed to the
preparation of the manuscript, and all authors accepted the final version of it. All authors have read and agreed to
the published version of the manuscript.

Funding: This research was supported by the European Union and the Hungarian Government in the framework
of the GINOP 2.3.4-15-2016-00004 and GINOP-2.3.3-15-2016-00024 “3D lab” project.

Acknowledgments: We are thankful for the help and the useful comments of the anonymous reviewers.

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

References

1. Andrady, A.L. Plastics and the Environment; John Wiley & Sons Inc.: Hoboken, NJ, USA, 2003; pp. 1–69.
2. Lackner, M. Bioplastics. In Kirk-Othmer Encyclopedia of Chemical Technology, 6th ed.; Othmer, K., Ed.; John

Wiley & Sons Inc.: Hoboken, NJ, USA, 2015; pp. 1–41. ISBN 9780471238966.
3. Clarinval, A.M.; Halleux, J. Classification of biodegradable polymers. In Biodegradable Polymers for Industrial

Applications, 1st ed.; Smith, R., Ed.; Woodhead Publishing: Cambridge, UK, 2005; pp. 3–29. ISBN 1855739348.
4. Castro-Aguirre, E.; Iñiguez-Franco, F.; Samsudin, H.; Fang, X.; Auras, R. Poly (lactic acid)—Mass production,

processing, industrial applications, and end of life. Adv. Drug Deliv. Rev. 2016, 107, 333–366. [CrossRef]
[PubMed]

5. Auras, R.; Harte, B.R.; Selke, S. An Overview of Polylactides as Packaging Materials. Macromol. Biosci.
2004, 4, 835–864. [CrossRef] [PubMed]

6. Li, J.; Ding, J.; Liu, T.-J.; Liu, J.F.; Yan, L.; Chen, X. Poly(lactic acid) Controlled Drug Delivery. In Fortschritte
der Hochpolymeren-Forschung; Springer: Cham, Switzerland, 2017; Volume 112, pp. 109–138.

7. Ahmed, J.; Varshney, S.K. Polylactides—Chemistry, Properties and Green Packaging Technology: A Review.
Int. J. Food Prop. 2011, 14, 37–58. [CrossRef]

8. Mehta, R.; Kumar, V.; Bhunia, H.; Upadhyay, S.N. Synthesis of Poly(Lactic Acid): A Review. J. Macromol. Sci.
Part C 2005, 45, 325–349. [CrossRef]

9. Henton, D.; Gruber, P.; Lunt, J.; Randall, J. Polylactic Acid Technology; CRC Press: Boca Raton, FL, USA, 2005;
pp. 527–568.

10. Muller, A.J.; Avila, M.; Saenz, G.; Salazar, J. Crystallization of PLA-based materials. In Poly(lactic acid) Science
and Technology: Processing, Properties, Additives and Applications; Jiménez, A., Peltzer, M., Ruseckaite, R., Eds.;
Royal Society of Chemistry: Cambridge, UK, 2015; pp. 66–93. ISBN 978-1-84973-879-8.

11. Yasuniwa, M.; Tsubakihara, S.; Iura, K.; Ono, Y.; Dan, Y.; Takahashi, K. Crystallization behavior of poly(l-lactic
acid). Polymer 2006, 47, 7554–7563. [CrossRef]

12. Wakabayashi, K.; Register, R.A. Morphological Origin of the Multistep Relaxation Behavior in Semicrystalline
Ethylene/Methacrylic Acid Ionomers. Macromolecules 2006, 39, 1079–1086. [CrossRef]

13. Loo, Y.-L.; Register, R.A.; Ryan, A.; Dee, G.T. Polymer Crystallization Confined in One, Two, or Three
Dimensions. Macromolecules 2001, 34, 8968–8977. [CrossRef]

http://dx.doi.org/10.1016/j.addr.2016.03.010
http://www.ncbi.nlm.nih.gov/pubmed/27046295
http://dx.doi.org/10.1002/mabi.200400043
http://www.ncbi.nlm.nih.gov/pubmed/15468294
http://dx.doi.org/10.1080/10942910903125284
http://dx.doi.org/10.1080/15321790500304148
http://dx.doi.org/10.1016/j.polymer.2006.08.054
http://dx.doi.org/10.1021/ma052081v
http://dx.doi.org/10.1021/ma011521p


Polymers 2020, 12, 1065 15 of 16

14. Lim, L.-T.; Auras, R.; Rubino, M. Processing technologies for poly(lactic acid). Prog. Polym. Sci.
2008, 33, 820–852. [CrossRef]

15. Lei, X.-X.; Lu, H.; Lu, L.; Xu, H.-Q.; Zhou, Y.; Zou, J. Improving the Thermal and Mechanical Properties of
Poly(l-lactide) by Forming Nanocomposites with an in Situ Ring-Opening Intermediate of Poly(l-lactide)
and Polyhedral Oligomeric Silsesquioxane. Nanomaterials 2019, 9, 748. [CrossRef]

16. Ouyang, H.; Lee, W.-H.; Ouyang, W.; Shiue, S.-T.; Wu, T.-M. Solvent-Induced Crystallization in
Poly(ethylene terephthalate) during Mass Transport: Mechanism and Boundary Condition. Macromolecules
2004, 37, 7719–7723. [CrossRef]

17. Gao, J.; Duan, L.; Yang, G.; Zhang, Q.; Yang, M.; Fu, Q. Manipulating poly(lactic acid) surface morphology
by solvent-induced crystallization. Appl. Surf. Sci. 2012, 261, 528–535. [CrossRef]

18. Iwata, T.; Doi, Y. Morphology and Enzymatic Degradation of Poly(l-lactic acid) Single Crystals. Macromol.
1998, 31, 2461–2467. [CrossRef]

19. Auras, R.; Harte, B.; Selke, S. Sorption of ethyl acetate and d-limonene in poly(lactide) polymers. J. Sci.
Food Agric. 2006, 86, 648–656. [CrossRef]

20. Sawada, H.; Takahashi, Y.; Miyata, S.; Kanehashi, S.; Sato, S.; Nagai, K. Gas Transport Properties and
Crystalline Structures of Poly(lactic acid) Membranes. Trans. Mater. Res. Soc. Jpn. 2010, 35, 241–246.
[CrossRef]

21. Gondo, D.; Wada, T.; Kanehashi, S.; Sato, S.; Nagai, K. Effects of alcohol solvent-induced crystallization on
biodegradable poly(lactic) acid film. J. Packag. Sci. Technol. 2011, 20, 501–511.

22. Naga, N.; Yoshida, Y.; Inui, M.; Noguchi, K.; Murase, S. Crystallization of amorphous poly(lactic acid)
induced by organic solvents. J. Appl. Polym. Sci. 2010, 119, 2058–2064. [CrossRef]

23. Sato, S.; Gondo, D.; Wada, T.; Kanehashi, S.; Nagai, K. Effects of various liquid organic solvents on
solvent-induced crystallization of amorphous poly(lactic acid) film. J. Appl. Polym. Sci. 2012, 129, 1607–1617.
[CrossRef]

24. Iñiguez-Franco, F.; Auras, R.; Burgess, G.; Holmes, D.; Fang, X.; Rubino, M.; Soto-Valdez, H. Concurrent
solvent induced crystallization and hydrolytic degradation of PLA by water-ethanol solutions. Polymer
2016, 99, 315–323. [CrossRef]

25. Barton, A.F.M. Determination of polymer cohesion parameters. In Handbook of Solubility Parameters and Other
Cohesion Parameters, 2nd ed.; CRC Press: Boca Raton, FL, USA, 1991; pp. 405–434. ISBN 9780849301766.

26. Hansen, C.M. Hansen Solubility Parameters a User’s Handbook, 2nd ed.; CRC Press: Boca Raton, FL, USA;
Talylor Franics Group: Abingdon, UK, 2007; pp. 1–24.

27. Small, P.A. Some factors affecting the solubility of polymers. J. Appl. Chem. 2007, 3, 71–80. [CrossRef]
28. Chanda, M. Characteristics of polymers and polymerization processes. In Plastics Technology Handbook, 5th ed.;

CRC Press: Boca Raton, FL, USA; Talylor Franics Group: Abingdon, UK, 2017; pp. 1–157. ISBN 9781498786218.
29. Fischer, E.W.; Sterzel, H.J.; Wegner, G. Investigation of the structure of solution grown crystals of lactide

copolymers by means of chemical reactions. Colloid Polym. Sci. 1973, 251, 980–990. [CrossRef]
30. Wasanasuk, K.; Tashiro, K.; Hanesaka, M.; Ohhara, T.; Kurihara, K.; Kuroki, R.; Tamada, T.; Ozeki, T.;

Kanamoto, T. 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 2011, 44, 6441–6452.
[CrossRef]

31. Zander, A.T. Advanced Graphics Software. Anal. Chem. 1990, 62. [CrossRef]
32. Gee, G. The interaction between rubber and liquids. IX. The elastic behaviour of dry and swollen rubbers.

Trans. Faraday Soc. 1946, 42, 585. [CrossRef]
33. Wu, N.; Lang, S.; Zhang, H.; Ding, M.; Zhang, J. Solvent-induced crystallization behaviours of PLLA ultrathin

films investigated by RAIR spectroscopy and AFM measurements. J. Phys. Chem. B 2014, 118, 12652–12659.
[CrossRef] [PubMed]

34. Makrani, N.; Ammari, A.; Benrekaa, N.; Rodrigue, D.; Giroux, Y. Dynamics of the α-relaxation during the
crystallization of PLLA and the effect of thermal annealing under humid atmosphere. Polym. Degrad. Stab.
2019, 164, 90–101. [CrossRef]

35. Zhang, J.; Duan, Y.; Sato, H.; Tsuji, H.; Noda, I.; Yan, S.; Ozaki, Y. Crystal Modifications and Thermal Behavior
of Poly(l-lactic acid) Revealed by Infrared Spectroscopy. Macromolecules 2005, 38, 8012–8021. [CrossRef]

36. Lorenzo, M.L.D.; Androsch, R. Influence of α’-/α-crystal polymorphism on properties of poly(l-lactic acid).
Polym. Int. 2018, 68, 320–334. [CrossRef]

http://dx.doi.org/10.1016/j.progpolymsci.2008.05.004
http://dx.doi.org/10.3390/nano9050748
http://dx.doi.org/10.1021/ma0400416
http://dx.doi.org/10.1016/j.apsusc.2012.08.050
http://dx.doi.org/10.1021/ma980008h
http://dx.doi.org/10.1002/jsfa.2391
http://dx.doi.org/10.14723/tmrsj.35.241
http://dx.doi.org/10.1002/app.32890
http://dx.doi.org/10.1002/app.38833
http://dx.doi.org/10.1016/j.polymer.2016.07.018
http://dx.doi.org/10.1002/jctb.5010030205
http://dx.doi.org/10.1007/bf01498927
http://dx.doi.org/10.1021/ma2006624
http://dx.doi.org/10.1021/ac00204a726
http://dx.doi.org/10.1039/tf9464200585
http://dx.doi.org/10.1021/jp506840e
http://www.ncbi.nlm.nih.gov/pubmed/25299697
http://dx.doi.org/10.1016/j.polymdegradstab.2019.03.012
http://dx.doi.org/10.1021/ma051232r
http://dx.doi.org/10.1002/pi.5707


Polymers 2020, 12, 1065 16 of 16

37. Sun, X.; Yan, S. Surface-induced Polymer Crystallization. In Polymer Morphology; Wiley: Hoboken, NJ, USA,
2016; pp. 204–241.

38. Gong, M.; Zhao, Q.; Dai, L.; Li, Y.; Jiang, T. Fabrication of polylactic acid/hydroxyapatite/graphene oxide
composite and their thermal stability, hydrophobic and mechanical properties. J. Asian Ceram. Soc.
2017, 5, 160–168. [CrossRef]

39. Meaurio, E.; López-Rodríguez, N.; Sarasua, J.-R. Infrared Spectrum of Poly(l-lactide): Application to
Crystallinity Studies. Macromolecules 2006, 39, 9291–9301. [CrossRef]

40. Zhang, J.; Tsuji, H.; Noda, I.; Ozaki, Y. Structural Changes and Crystallization Dynamics of Poly(l-lactide)
during the Cold-Crystallization Process Investigated by Infrared and Two-Dimensional Infrared Correlation
Spectroscopy. Macromolecules 2004, 37, 6433–6439. [CrossRef]

41. Shaiju, P.; Murthy, N.S.; Gowd, E.B. Nonsolvent-induced morphological changes and nanoporosity in
poly(l-lactide) films. Soft Matter. 2018, 14, 1492–1498. [CrossRef] [PubMed]

© 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1016/j.jascer.2017.04.001
http://dx.doi.org/10.1021/ma061890r
http://dx.doi.org/10.1021/ma049288t
http://dx.doi.org/10.1039/C8SM00041G
http://www.ncbi.nlm.nih.gov/pubmed/29404553
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	Solubility Test 
	Determination of Solubility Parameter of PLLA 
	Crystallization of PLLA 

	Characterization 
	Results and Discussion 
	Determination of Solubility Parameter () of PLLA 
	Crystallization Behaviour of PLLA Induced by Solvents 
	Crystal Morphological Evaluation of PLLA 

	Conclusions 
	References

