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ABSTRACT: Superior properties such as high strength,
toughness and transparency of fully biobased poly(lactide)
(PLA) were achieved simultaneously without any external
modifiers. The improvement in properties is well explained by
a structural/morphological study. Stereocomplex PLA (SC-
PLA) was obtained by melt compounding asymmetric poly(L-
lactide) /poly(p-lactide) (PLLA/PDLA) blends at 200 °C and
confirmed by wide-angle X-ray diffraction (WAXD) and
differential scanning calorimetry (DSC) analyses. The SC-
PLA domains (d = 950—1200 nm) lead to a physical cross-link
network in the PLLA matrix. Rheology and Molau experiment
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reveal two different microstructures as a function of SC-PLA content, i.e., the connection of SC-PLA domains varied from chain
entanglement to direct molecular bridging when the SC-PLA content increased from 10% to 23%. The SC-PLA crystals and the
cross-link network reinforced the PLLA matrix, resulting in increases in melt viscosity, modulus and yield strength. Surprisingly,
the elongation at break of the PLLA/PDLA blends was increased concomitantly from 11% to 200% with the SC-PLA content up
to 10%. The brittle-to-ductile transition is ascribed to the cross-link network and easy deformation/cavitation of the SC-PLA
domains. In addition, the asymmetric PLLA/PDLA blends exhibit an average visible light transmittance as high as 70% and the
blends showed excellent heat-resistance after a short annealing at 100 °C.
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B INTRODUCTION

Biobased and biodegradable polymeric materials such as
poly(lactide) (PLA) have received considerable attention in
the past decades due to the environmental concern and
sustainability issues associated with petroleum-based poly-
mers."” Several favorable properties like strength, stiffness and
transparency at room temperature make PLA promising as a
substitute for traditional plastics. However, it is challenging to
achieve high technical applications due to PLA’s brittleness and
low heat distortion temperature associated with a T, around 55
°C and low crystallinity.*~¢

Many efforts have been made to improve the toughness of
PLA such as plasticization,®” copolymerization®’ and com-
pounding with other materials.'~> Flexible (co)polymers
including poly(hydroxyalkanoate)s,'® poly(f-caprolac-
tone),'”" poly(butylene succinate),"*"* poly(butylene adi-
pate-co-terephthalate),'® poly(butylene succinateco-adipate),'”
POSS—rubber—PDLA nanoparticles,"® poly(urethane)," ethyl-
ene—vinyl acetate rubber,”® ethylene—glycidyl methacrylate
copolymer,®" plant oil,** ethylene—acrylate copolymer,™ ethyl-
ene—octene copolymer™ and natural rubber”® were used to
modify PLA. Tough(er) PLA-based materials were obtained via
the above techniques, which, however, resulted in low(er)
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stiffness and strength. Moreover, biobased and/or biodegrad-
able features of the PLA were compromised when blending
with conventional (co)polymers. On the other hand, PLA was
also reinforced by inorganic fillers accompanied by deterio-
ration in toughness and transparency.28_30 Therefore, it is of
interest to prepare fully biobased and biodegradable PLA
materials with superior and balanced performance.

Poly(-lactide) (PLLA) and its enantiomeric opposite, viz.
poly(p-lactide) (PDLA), can form a stereocomplex (SC) upon
mixing. SC-PLA possesses superior physicomechanical proper-
ties such as a melting point of 220—230 °C, which is 50 °C
higher than that of the PLA homopolymer.>'~** Although
much attention has been paid to stereocomplexation of
symmetric PLLA/PDLA (50/50) blends,*** it is still
challenging in practice to achieve high SC content because of
a kinetic reason and degradation of PLA chains at a
temperature higher than the melting point of SC-PLA.>> As a
consequence, solution mixing was preferably used in
fundamental research.
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Recently, high volume SC-PLA (crystallization enthalpy
AH_,. = 34 J/gp.s) was obtained in symmetric PLLA/PDLA
blends by incorporation of poly(methyl methacrylate)
(PMMA)*® or poly(ethylene glycol) (PEG).*” Good process-
ability, heat-resistance and optical clarity of the PLLA/PDLA/
PMMA ternary blends were achieved without a discussion in
mechanical behavior.*® A SC crystallite network was detected in
asymmetric PLLA/PDLA blends with 2—5 wt % of PDLA,*®
and the SC-PLA speeded up the crystallization of the PLLA
matrix.**~* However, the effect of the SC crystallite network
on properties of the asymmetric PLLA/PDLA blends is not yet
clear. In another study, PLLA/PDLA (50/50) films showed
higher tensile strength and modulus than neat PLLA films
ascribing to a stereocomplexation-induced cross-link network,
but the elongation at break of the PLLA/PDLA(50/50) films
was even lower than 10%.*!

The prime objective of this work is to prepare complete PLA
materials via melt compounding, viz. asymmetric PLLA/PDLA
blends with superior and balanced properties. The stereo-
complexation, microstructures, mechanical properties, toughen-
ing mechanism, light transmittance and heat-resistance of the
materials were systematically investigated.

The authors hasten to remark that the developed materials in
this work are fully originated from renewable resources, and
they are biodegradable and compostable after disposal without
any harmful residuals. From an energy and environment point
of view, these materials show obvious sustainability and can be
a substitute for parts of traditional petroleum-based plastics
considering their superior properties. Moreover, the developed
materials are easily processable and recyclable as well.
Therefore, this work has beyond pure academic interest.

B EXPERIMENTAL SECTION

Materials. Poly(i-lactide) (PLLA, 4032D) was purchased from
Nature Works LLC, USA, with a M, = 135 kDa and PDI = 1.7. The
content of L-lactide in the PLLA is approximately 98%. Poly(p-lactide)
(PDLA, experimental grade) with a M,, = 86 kDa and PDI = 1.8 was
provided by PURAC, The Netherlands. The content of b-lactide in the
PDLA is approximately 99%.

Sample Preparation. PLLA and PDLA were dried at 70 °C in a
vacuum oven for 12 h before use. All the samples were prepared in a
mixing chamber of a rheometer (RM-200, HABO Electrical Appliance
Manufacturing Company, China) at 200 °C and 30 rpm for S min.
The weight ratio of PLLA/PDLA blends was designed between 100/0
and 80/20. The samples were then compressed into sheets at 200 °C
and 15 MPa for 2 min using a hot compression molding machine and
subsequently cooled down with room-temperature compression plates
at a pressure of S MPa. The compression-molded samples were used
for characterization.

Characterization. Differential Scanning Calorimetry (DSC). The
crystallization and melting behavior of the PLLA/PDLA blends were
investigated by using DSC (204F1, NETZSCH Geritebau GmbH,
Germany). The samples were heated in a nitrogen atmosphere from 0
to 250 °C at a heating rate of 10 °C/min. To correlate the properties
and SC-PLA content, the first DSC heating curves were recorded. The
crystallinity of HC-PLA (X,,) is calculated via X = (Hype — Hoo) /HY,
X 100%,*” where H,, and H. are melt enthalpy and cold
crystallization enthalpy of the HC-PLA; the crystallinity of SC-PLA
(X,.) is calculated via X,. = H,, . /HS, X 100%, where H,, . is the melt
enthalpy of SC-PLA. The HY, is the fusion enthalpy of 100% HC-PLA
and SC-PLA, i.e., 93.3 and 142 J/g, respectively.”

Wide Angle X-ray diffraction (WAXD). WAXD measurements were
carried out using an X-ray diffractometer (Bruker AXS D8, Germany)
equipped with a Ni-filtered Cu Ka radiation source with a wavelength
of 1.542 A. The measurements were operated at 40 kV and 40 mA
with scan angles from 5° to 35° and a scan rate of 3°/min.

1471

Rheological Behavior. Dynamic rheological experiments were
carried out on a DHR-2 rheometer (TA Instruments, USA) in a
plate—plate configuration (25 mm in diameter and 1 mm in gap) at
200 °C. The samples were examined in a frequency-sweep mode, from
100 to 0.01 Hz, with a constant strain of 1%. The strain was
predetermined from a strain-sweep experiment to ensure the test was
performed in the linear viscoelastic range.

Molau Experiment. A Molau experiment was done by dipping
PLLA, PDLA and PLLA/PDLA blends in chloroform (~30 mg/mL).
The mixtures were sealed in glass bottles for 3 days and then digital
photos were taken. The Tyndall effect was checked by using a red laser
light through the bottles when the photos were taken.

Dynamic Light Scattering (DLS). DLS measurements were carried
out using a Zeta PALS {-potential and particle analyzer (Brookhaven
Instruments Corporation, USA) to analyze the particle sizes of SC-
PLA in the PLLA/PDLA suspensions. The suspensions for light
scattering were prepared with chloroform (~0.1 mg/mL).

Mechanical Properties. Tensile properties of the PLLA/PDLA
samples were tested using a universal tester (Instron 5967, USA)
according to GBT529-2008 at a crosshead speed of 10 mm/min. The
geometry of the parallel section of the tensile bar is 25 X 4 X 1 mm.
Five specimens of each sample were examined and the averaged values
were presented. All the tests were performed at room temperature.

Transmission Electron Microscopy (TEM). TEM was performed
using a JEM-2100 microscope, operated at 200 kV. Ultrathin sections
(80 nm) were obtained at —60 °C using a Leica Ultracut microtome.
The ultrathin sections from different parts of the tensile bar were
subjected to TEM characterization without staining.

Visible Light Transmittance. The transparency of the PLLA/PDLA
films (1.0 mm in thickness) was investigated using an UV—visible
spectrophotometer (TU-1901, Beijing Purkinje General Instrument
Co. Ltd.). The air was used as blank reference, and transmittance
spectra were recorded in the wavelength range from 400 to 800 nm.

Dynamic Mechanical Analysis (DMA). DMA-Q800 (TA Instru-
ments) was performed to measure the dynamic mechanical properties
and thermal behavior of the asymmetric PLLA/PDLA blends. The
specimens (15 X 5.3 X 1.0 mm) were heated in a tensile-film mode
from room temperature to 130 °C at 3 °C/min. The amplitude and
frequency were set as 20 ym and 1 Hz, respectively. The storage
modulus and loss modulus were recorded.

Bl RESULTS AND DISCUSSION

Stereocomplexation in the PLLA Matrix. SC-PLA was
created by melt compounding PLLA with 2.5-20 wt % of
PDLA at 200 °C in this work. SC-PLA can be distinguished
easily from homocrystal PLA (HC-PLA) by WAXD. The 1D-
WAXD patterns of the PLLA/PDLA blends as a function of
PDLA content are shown in Figure 1. A broad diffraction peak
is observed for both of PLLA and PDLA showing an
amorphous feature of the neat materials. After addition of 2.5
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Figure 1. 1ID-WAXD patterns of PLLA/PDLA blends with different
amounts of PDLA showing the formation of SC-PLA.
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wt % of PDLA into PLLA, an indistinctive but still visible peak
at 20 = 11.8° is detected, which is assigned to the [110] plane
of SC-PLA. Meanwhile, another two peaks located at 260 = 20.8
and 23.8° are observed at S wt % of PDLA corresponding to
the [300/030] and [220] planes of the SC-PLA, respectively.*
The intensity of the peaks was enhanced with increasing the
PDLA content. On the other hand, diffraction peaks (26 = 16°,
18.4° and 21.8°) of HC-PLLA and diffraction peaks (26 = 16.6°
and 18.9°) of HC-PDLA are absent in the studied formulations.
These results confirm that (i) different amounts of SC-PLA are
obtained in the asymmetric PLLA/PDLA blends and (ii) the
concentration of HC-PLA is too low to be detected.

The stereocomplexation behavior of the asymmetric PLLA/
PDLA blends was further studied by using DSC. Figure 2a
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Figure 2. (a) First heating DSC curves (10 °C/min) of the
asymmetric PLLA/PDLA blends with different PDLA contents and
(b) corresponding crystallinity of the SC-PLA (X,.) and HC-PLA
(Xpe)- The efficiency of stereocomplexation (E.) is inset into panel b.

shows the first heating DSC curves of the PLLA, PDLA and
PLLA/PDLA blends. Four transitions were identified, i.e., glass
transition of PLA (Tg), cold crystallization of PLA (T.),
melting of HC-PLA (T, and melting of SC-PLA (T,..),
respectively. A Ty, at 219 °C is visible for the blend with 5 wt
% of PDLA, and this peak become stronger and increased to
227 °C with the PDLA content up to 20 wt %. It indicates that
higher thickness and/or more perfection of SC lamellae was
achieved when the PLLA/PDLA blends approached to
symmetric system. In contrast, a decrease in T, ;. of the
PLLA from 172 to 167 °C was obtained. This phenomenon is
different from a previous report> where no influence of SC-
PLA on the T, . was observed. The crystallinity of the HC-
PLA (X,) and SC-PLA (X,.) are presented in Figure 2b.
Apparently, the X is linearly proportional to the PDLA
content in the range of 5—20 wt %, below which the SC-PLA is
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not detectable by DSC. According to these data, the efficiency
of stereocomplexation (E,) is determined as 42—57%, as
presented in the inset of Figure 2b. Following a different trend,
the HC-PLA is in a low and constant concentration (<3%) as a
function of PDLA content. It has to be noted that the
calculation of X, and X, is based on melt enthalpy from DSC
data, which may be influenced by cold crystallization and
recrystallization of HC and SC crystals upon heating. The
content of SC in the cold crystallization enthalpy is expected to
be very low because the temperature range of 90—110 °C is
unfavorable for PLA stereocomplexation but favorable for the
cold crystallization of HC-PLA.">*’

Consequently, seldom HC crystals in the PLLA/PDLA
blends were detected by WAXD (Figure 1); meanwhile, the
melt enthalpy of HC-PLA (H,,;.) from DSC measurement is
comparable to the corresponding cold crystallization enthalpy
(H.). These results evidenced that the X, should be
dominantly from the previous melt compounding process
rather than from the cold crystallization. On the other hand,
recrystallization usually leads to multimelting behavior upon
heating (melt/recrystallization/remelt mechanism).** In this
work, neither HC nor SC crystals showed multimelting peaks,
indicating that the recrystallization was not so significant.
Therefore, the X;,. and X, values reported here are valuable for
discussion, although the cold crystallization and recrystallization
of SC cannot be fully excluded by the DSC results.

WAXD patterns were recorded at room temperature, which
is free of cold crystallization and recrystallization. The X values
from WAXD patterns are plotted in Figure 2b for comparison.
Apparently, the X, values obtained from the WAXD measure-
ments are consistent with that from the DSC results, which well
supports the above arguments.

Effect of Stereocomplexation on the Rheology and
Structure of the Asymmetric PLLA/PDLA Blends.
Viscoelastic response of the asymmetric PLLA/PDLA blends
was investigated by oscillatory shear rheological measurements
at 200 °C. At such a temperature, the PLLA matrix (T, ~ 165
°C) is in a molten state whereas the SC-PLA (T, ~ 220 °C) is
still in the rigid crystalline form. The storage modulus (G’),
complex viscosity (17*), loss modulus (G”) and loss tangent
(tan &) of the blends as a function of frequency and SC-PLA
content are shown in Figure 3.

For linear polymer, e.g., PLLA in Figure 3a,b, the slopes of
log(G") versus log(w) and log(G”) versus log(®w) roughly
follow the terminal scaling law, i.e., G' ®* and G” « @' at the
low frequency region. On the other hand, the log(G’) versus
log(w) of the PLLA/PDLA blends shows pronounced
deviation from slope 2, and the G’ of the blends increases
with the SC-PLA content. The PLLA/PDLA blends with SC-
PLA content higher than 4% exhibit a notable solid-like
behavior at the low frequency zone (Figure 3a). These
phenomena indicate a slower relaxation process and an
increased elasticity of the PLLA/PDLA melt due to the
existence of SC-PLA.* Similar trends are observed for log(G")
versus log(®), as shown in Figure 3b.

In Figure 3¢, neat PLLA shows a Newtonian plateau at the
low frequency zone, whereas a non-Newtonian behavior in the
presence of SC-PLA is observed, ie., the slopes of log(n*)
versus log(w) deviate from 0 to —1. Apparently, branched and/
or cross-link structures exist in the PLLA/PDLA blends. It has
to be remarked that the melts retain good processability even at
a SC-PLA concentration of 10%.
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Figure 3. (a) Storage modulus (G'), (b) loss modulus (G”), (c) complex viscosity (7*) and (d) tan & of the asymmetric PLLA/PDLA melts at 200

°C as a function of SC-PLA content and frequency.

The ratio of G” to G’, viz. tan 6, was used to study the
microstructure of the asymmetric PLLA/PDLA blends due to
its sensitivity to relaxation.** The tan & of PLLA decreases
monotonically with increasing the frequency (Figure 3d), which
is a typical rheological behavior of a viscoelastic liquid. The tan
0 decreased dramatically with increasing the SC-PLA
concentration; meanwhile, broad tan 6 peaks were observed.
These results demonstrate an enhanced elastic response and a
network in the PLLA/PDLA melts. Similarly, a critical network
was also observed above 2.0 wt % of PDLA in a previous
study.®®

A suspension-like structure is expected in the asymmetric
PLLA/PDLA melts because SC-PLA cannot be dissolved in the
PLLA matrix at 200 °C. Consequently, the suspended SC-PLA
has roles of both rigid filler and physical cross-link points. The
reinforcing effect of the “rigid filler” is evidenced by an increase
in G’ and n*, whereas the cross-link network is confirmed by a
nearly frequency-independence of G’ and tan § at a low
frequency zone. It is noticed that the G, G” and n* of the
blends with 23% of SC-PLA are far higher than the other
examined blends. It is related to the higher SC-PLA content
whereas may also be due to different cross-link structures.
Therefore, the enhancement in the G’, G” and #* are resulted
from both of the increase in SC crystallinity and the cross-link
structures.

A cross-link network is important to rheology, mechanical
and processing properties of a polymeric material. Horst and
Coppola et al. reported a critical gel point in a semicrystalline
polymer system with crystallinity as low as 1.0—1.5%.*7*% At
low crystallinity, the adjacent crystalline domains are connected
by amorphous molecules, i.e., molecules that embedded only in
one of the SC domains (coded as Structure 1).*** Molau
experiments were carried out to monitor the cross-link
structures using chloroform as a solvent, as shown in Figure
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4. Chloroform is a good solvent for PLLA but not for SC-PLA.
A transparent solution was obtained for neat PLLA (Figure

K<

Suspension
Figure 4. Digital photos of the asymmetric PLLA/PDLA blends in
chloroform with SC-PLA concentrations (A) 0%, (B) 4%, (C) 10%
and (D) 23%, and schematic illustration of the cross-link structures:
(e) Structure I referring to low SC concentration and (f) Structure II
referring to high SC concentration. The Tyndall effect was carried out
by using a red laser light through the bottles. The SC-PLA domain size
in suspensions A, B and C is 950 + 45, 1075 + 15 and 1215 + 80
respectively, measured via DLS. The photo was taken 72 h after
dissolving.

4A), whereas stable suspensions were observed for the PLLA/
PDLA blends at SC-PLA concentrations lower than 10%
(Figure 4B,C). These results are consistent with a previous
study referring to Structure L>® However, both suspension and
large pieces of gel were observed at 23% of SC-PLA (Figure
4D). Because no chemical reaction was expected in blending
PLLA with PDLA, the gel confirms another kind of cross-link
structure, viz. the adjacent crystalline domains are connected by
molecules with segments participated in both of the adjacent
crystalline domains (coded as Structure II). The SC-PLA
domain size in the suspensions was further analyzed by

DOI: 10.1021/acssuschemeng.5b00208
ACS Sustainable Chem. Eng. 2015, 3, 1470—1478


http://dx.doi.org/10.1021/acssuschemeng.5b00208

ACS Sustainable Chemistry & Engineering

Research Article

dynamic light scattering (DLS). A size of 950—1200 nm was
obtained with increasing the SC-PLA content from 4% to 23%.
It has to be addressed that a mixture of PLLA and PDLA (80/
20, without melt compounding) in chloroform showed the
same phenomenon as that shown in Figure 4A, ie., clear
solution without a noticeable Tyndall effect (not shown). This
phenomenon rules out the interference of possible stereo-
complexation in the dissolution process on the argument.

It can be concluded from the Molau experiments that
Structure I is dominant at low SC-PLA concentrations (<10%),
whereas Structure II plays the decisive role at SC-PLA
concentrations higher than 23%. Structures I and II are
schematically illustrated in Figure 4e,f, respectively. The two
kinds of structures may coexist in the asymmetric PLLA/PDLA
systems, depending on the concentration of the SC-PLA
domains.

Mechanical Properties of the PLLA/PDLA Blends. The
mechanical properties of the PLLA/PDLA blends as a function
of SC-PLA concentration were studied via uniaxial tensile test.
The results are abbreviated in Figure S. The yield strength of
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Figure S. Yield stress (o) and elongation at break (¢;,) of the PLLA/
PDLA blends as a function of SC-PLA content.

PLLA was increased from 52.5 to 66.5 MPa with the SC-PLA
concentration up to 10% and then leveled off. In the literature,
the tensile strength of PLLA was also enhanced via stereo-
complexation but low in elongation at break (typically &, <
59%). 2%~ Surprisingly, a &, of 200% of a PLLA/PDLA blend
with 10 wt % of PDLA was achieved, which is 20 times higher
than that of neat PLLA. These results display both the
reinforcing and toughening effects of SC-PLA on the PLLA
matrix. Liu and his co-workers recently reported that PLLA
could be toughened by 30 wt % of PDLA-b-PEG-b-PDLA
(solution mixing), leading to a & up to 130%.°> The
improvement in toughness was ascribed to a synergistic effect
of stereocomplexation and plasticization from PEG segments.
Apparently, the “synergistic effect” could not adapt to the
present PLLA/PDLA system because no plasticizers such as
PEG exist here.

Tsuji et al. reported tensile properties of PLLA/PDLA
(PDLA < 10 wt %) blends with &, < 9% and tensile strength
<585 MPa, which were lower than the present results. This
might result from differences in sample preparation method,
molecular weight of PLA, tensile bar geometry and tensile
speed. More important, the PLLA/PDLA samples in the
literature®’ were annealed at 135 °C for 10 h, leading to a
crystallinity of PLLA matrix as high as 63% before subjected to
tensile test. It thus reasonably resulted in brittleness.

The reinforcing and toughening effect of the SC-PLA on the
PLLA matrix is then explained by the stereocomplexation-
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induced phase separation, which led to different SC
crystallinities and physical networks in the asymmetric PLLA/
PDLA blends and the deformation/cavitation of SC-PLA
domains upon stretching. The physical network was already
proven by rheological/Molau analysis, and the proposed
deformation/cavitation mechanism will be discussed below.
The amorphous feature of the PLLA matrix due to a relatively
low optical purity (98%) may be beneficial to the toughness as
well. In the case of highly pure PLLA materials, e.g.,, L-content
> 99.5%, it may crystallize and possess crystallinity after
processing. Consequently, the resulting mechanical properties
may be varied to a certain extent depending on the crystallinity
and crystal morphology.

To provide a deeper insight in the mechanical behavior,
stress—strain curves of the PLLA/PDLA blends were recorded,
as shown in Figure 6. A digital image of the tested tensile bars is

70
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Figure 6. Stress—strain curves of the PLLA/PDLA blends as a
function of SC-PLA concentration. A digital image of the tested tensile
bars is presented as an inset showing neck-formation upon stretching
and optical clarity of the samples.

presented as an inset. PLLA broke as soon as it passed the
yielding point, showing a pronounced strain-softening without
back-up of strain-hardening. The strain-softening stimulates
strain localization, which results in triaxial stresses upon
stretching. If the triaxial stresses could not be delocalized
efficiently, failure of the matrix occurs, and thus brittleness of
PLLA.** On the other hand, the PLLA/PDLA blend with 10 wt
% of SC-PLA exhibits strain-softening followed by a stable
neck-growth (inset of Figure 6) and strain-hardening. Strain-
hardening is usually referred to stretching of the polymer
network,”> which is inconsistent with the aforementioned
physical cross-link network in the PLLA/PDLA blends. In
addition, the E-modulus of the blends was increased with SC-
PLA content, as indicated by the enhanced slope of stress
versus strain in the initial state.

Morphology and Toughening Mechanism. Crystalliza-
tion plays a significant role in properties of semicrystalline
polymer and polymer blends. For example, the impact
toughness of PLA/EGMA blends was increased by of 10
times after annealing (crystallization) at 90 °C.*! Afrifah et al.
reported that the toughness of crystallized PLA/EAC blends
was higher than that of amorphous PLA/EAC blends.”
However, the present PLLA/PDLA blends contain rigid SC
domains, which are different from rubbery EGMA and EAC
copolymers, and the toughening mechanism is deduced from
the local deformation of the drawn samples.

The neck region of the tensile bars, taking the PLLA/PDLA
(90/10) blend as an example, was subjected to cryo-microtome
analysis in the stretching direction and the morphology was

DOI: 10.1021/acssuschemeng.5b00208
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observed by TEM, as shown in Figure 7. To compare the
changes in morphology before and after elongation, the images

Tensile bar (C)

neck region

Bb’)—>

(a)
g

Figure 7. TEM images (scale bar = 2 ym) of stretched PLLA/PDLA
(90/10) blend taken from different regions of a tested tensile bar, as
schematically illustrated in panel c. Enlarged parts of the images are
present as insets with a scale bar of 200 nm. The void formation in
panel b’ is specified by arrows.

in both panels a and b/b’ were observed, as schematically
shown in Figure 7c. Slight phase separation is distinguished in
the PLLA/PDLA blends prior to deformation (Figure 7a) and a
sheaf-like SC morphology is observed. After stretching, the
randomly distributed sheaf-like SC-PLA grow into long fiber-
like structures in the stretching direction (Figure 7b). The
strongly increased phase contrast and the macroscopically
stress-whitening phenomenon (inset of Figure 6) indicate
larger (electron-) density differences between the stretched
PLLA matrix and the SC domains. Upon drawing, stress can be
transferred to the SC-PLA phase (concentrators) via interface.
This leads to the extension and orientation of the SC-PLA
chains without interfacial debonding due to a strong interfacial
adhesion (inset of Figure 7b); however, the large deformation
of the dispersed phase would absorb considerable stress energy,
leading to a ductile behavior.>* In addition, voiding is detected
in some of the stretched regions, although it is not the
dominating phenomenon (Figure 7b’). The concentrated stress
results in voiding between lamellae or crystalline aggregations
within the SC domains, which releases triaxial stress and
prevents localization of strain in PLLA matrix, and hence a
ductile behavior.**** To obtain toughness by releasing such
local stress, materials have to be designed as multiphase
structures.”> This explains the brittle behavior of neat PLLA
and the ductile behavior of the asymmetric PLLA/PDLA where
phase separation was induced by stereocomplexation. Inorganic
fillers were used as well in the literature to toughen plastics, but
no changes in geometry, whereas SC-PLA can be deformed
bacause it is aggregations of regular crystals that connected via
intermolecular force, which is different from conventional
fillers.>

To summarize, the toughness of the asymmetric PLLA/
PDLA blends resulted from the stereocomplexation-induced
phase separation, which leads to (i) a physical cross-link
network that can release stress in stretching (strain-hardening),
(ii) easy deformation of the SC domains upon drawing that can
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absorb stress energy avoiding the crazing of PLLA matrix and
(iii) voiding of the SC phase that delocalizes the stress/strain.

Transparency of the Asymmetric PLLA/PDLA Blends.
Amorphous PLLA is usually transparent and becomes opaque
after crystallization or incorporation of immiscible materials.
The transmittance of visible light of the asymmetric PLLA/
PDLA blends is presented in Figure 8. As expected, the PLLA

100
a
80 //”A;/——‘
S 60t
g
£ ‘
2 40t SC content:
2 —0 %
—4 %
201 —10%
——23%
O 1 1 1
400 500 600 700 800

Wavelength (nm)

Figure 8. Light transmittance of asymmetric PLLA/PDLA sheets (1.0
mm in thickness) measured by a UV—visible light scattering device as
a function of wavelength and SC-PLA concentration: (a) 0%, (b) 4%,
(c) 10% and (d) 23%.

exhibits high transmittance (~90%) due to a low crystallinity
(X. = 2%, Figure 2). Interestingly, the PLLA/PDLA reserves
high transmittance (~70%) even at a SC concentration of 10—
23%. The reduction in transmittance after formation of SC-PLA
is ascribed to the scattering effect of the SC domains. The
average SC domain size is between 950 and 1200 nm, not much
larger than the wavelength of visible light (390—780 nm), thus
good transparency of the PLLA/PDLA blends remains after the
stereocomplexation. The good transparency is no doubt an
advantage for packaging application. Good optical clarity of the
PLLA/PDLA blends is also demonstrated by the digital photos
of the tensile bars, as shown in Figure 6.

Heat-Resistance of the Asymmetric PLLA/PDLA
Blends. A simple annealing process (100 °C X 3 min) was
performed on the PLLA and PLLA/PDLA (90/10) blend to
study its effect on the heat resistance of these samples. In this
work, the heat resistance was studied by using DMA. The
changes in storage modulus (E’) and loss modulus (E”) of
these samples with temperature are shown in Figure 9. The
PLLA and PLLA/PDLA blends (curves a and b, respectively)
without annealing show steep reductions in E’ at around 70 °C,
which increased subsequently to around 100 °C due to the cold
crystallization (T, see the discussion of Figure 2). The E’ of
the PLLA was increased slightly after annealing at 100 °C for 3
min, e.g,, from 4 to 34 MPa at 95 °C (curves a and a’ in Figure
9a). In contrast, the E’ at 95 °C of the PLLA/PDLA blend was
enhanced from 11 to 423 MPa after annealing and the high E’
values were retained upon >130 °C (curves b to b’ in Figure
9a). These results indicate that (i) crystallization of the PLLA/
PDLA blend was complete during the short annealing, thus no
T,. occurred upon heating and (ii) the SC-PLA enhanced the
crystallization of PLLA remarkably during the annealing.”® Peak
temperatures of the G” are referred to as T, in this work and
presented in Figure 9b. Obviously, the T, of PLA was increased
by 2—5 °C after completion of crystallization. In the literature,
an increase in E’ was obtained in PLLA/PDLA/PMMA system
as well by annealing the samples at 110 °C for 20 min, which
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Figure 9. Dynamic mechanical properties of the PLLA and PLLA/
PDLA (90/10) blend as a function of temperature: (a) storage
modulus (E’) and (b) loss modulus (E”). Curves a and a’ correspond
to the PLLA before and after annealing at 100 °C for 3 min
respectively, and curves b and b’ correspond to the PLLA/PDLA (90/
10) blend before and after annealing at 100 °C for 3 min, respectively.
The E’ at 100 °C and the T, referring to the peak temperature of E” of
the samples are inset into panels a and b, respectively.

was ascribed to massive crystallization of the PLA stereo-
complex.*® Therefore, high heat-resistance of the asymmetric
PLLA/PDLA blends in this work can be achieved via a shorter
annealing process at lower temperatures. It has to be remarked
that the average light transmittance (wavelength from 400 to
800 nm) of the PLLA and the PLLA/PDLA (90/10) blend was
decreased by 89% and 75%, respectively, after the annealing
due to the scattering effect of enhanced crystals.

H CONCLUSION

Asymmetric PLLA/PDLA blends were prepared via melt
compounding at 200 °C. The stereocomplexation behavior
and the resulting microstructures of the blends were studied by
using WAXD, DSC, rheometer and Molau experiments. The
SC-PLA concentration varied from 0 to 23% with increasing
the PDLA content up to 20 wt % while very little PLA
homocrystals (HC-PLA) was obtained in the PLLA/PDLA
blends. The SC-PLA domains resulted in a physical cross-link
network that wat confirmed by the frequency-independence of
storage modulus/tan ¢ in rheological measurement and the gel
in chloroform. Further analysis revealed that the SC-PLA
domains were dominantly connected via entanglement of
partially free chains when the SC-PLA concentration was lower
than 10% (Structure I), whereas the adjacent SC-PLA domains
were mainly bridged by molecules involved in both crystalline
domains at SC-PLA concentrations higher than 23% (Structure
II). The existence of rigid SC-PLA domains and network
reinforced the PLLA, which is proven by an increase in melt
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viscosity, modulus and yield strength of the PLLA/PDLA
blends. Surprisingly, the elongation at break of the PLLA/
PDLA blends was enhanced by 20 times after the stereo-
complexation, i.e., from 11% to approximately 200%, displaying
a notable brittle-to-ductile transition. The improved toughness
is ascribed to an overall contribution of the SC-PLA network,
easy deformation and cavitation of SC-PLA domains in the
presence of stress. The amorphous PLLA matrix result from a
relatively low optical purity (98%) may also be beneficial to the
toughness. In addition, the asymmetric PLLA/PDLA blends
exhibit transmittance above 70% in the wavelength range of
visible light, and by a simple annealing process good heat-
resistance of the blends can be achieved as well. To summarize,
full PLA materials with balanced and superior properties such
as melt processability, high yield strength, toughness, trans-
parency and heat-resistance can be obtained via stereo-
complexation. Thus, this study goes beyond pure academic
interest and may enable a larger application range of PLA
materials.
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