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Abstract. Poly(lactic acid) (PLA) has been found to be important in various applications, such as in the medical, pharma-
ceutical, and packaging industries. However, the long-term associated degradation process of PLA is a limiting factor for
some applications. Therefore, in this research, the influence of corona and radio-frequency (RF) surface plasma treatment
on the degradation of PLA in accelerated weathering tests was studied. The accelerated weathering test was applied using
standard UV irradiation for up to 2000 h. The morphological/topographical, chemical, crystallization, mechanical, and ther-
mal changes were analyzed after 500, 1000, and 2000 h of accelerated weathering time. The introduction of the polar func-
tional groups caused by plasma treatment on the PLA surface improved its wettability, and therefore, hydrolytic degradation
was promoted over the accelerated weathering time. It was revealed that the plasma treatment enhanced the hydrolytic and
UV degradation of the PLA, as was confirmed by investigation of the physical, chemical, mechanical, and thermal properties.
Moreover, the RF plasma was more pronounced than the corona plasma in the degradation of the PLA. Such an approach
represents a pathway to promote and tailor PLA degradation.
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1. Introduction for oil-based polymers. Despite the fact that the bio-
Poly(lactic acid) (PLA) is an aliphatic thermoplastic =~ degradation of PLA takes place in the soil, where hu-
polyester that is considered environmentally friend-  midity and microorganisms exist, a period longer than
ly. It is derived from renewable plant resources and  two months is still required for its decomposition
offers properties comparable to petrochemical-based [11]. Thus, several studies have been conducted in
polymers, but it is biodegradable [1-4]. However, recent years looking for more efficient methods to
PLA has a very slow biodegradation rate at temper-  accelerate the degradation rate of PLA through the
atures less than its T, [2, 5-7]. In terms of its physi-  use of microorganisms [12], fillers and fibers [11,
comechanical properties, PLA is a favorable polymer  13—17], wet solutions [18-20], and UV catalyzers
with good mechanical properties, exhibiting good [2, 8, 21] to control the degradation process in dif-
strength and modulus but low thermal stability [8].  ferent media.

In fact, this polymer is useful for different applica- Another strategy to tailor a polymer material is a
tions, such as for medical uses, for pharmaceutical- chemical modification by introducing specific func-
controlled release, and in biodegradable packaging tional groups on the surface. The most common are
due to its excellent biocompatibility and biodegrad-  wet chemical processes, which are fast and cheap.
ability under appropriate conditions [7, 9, 10]. However, most of them show more undesirable ef-
Knowledge of the degradation of PLA is crucial for  fects than advantages, such as the toxicity of some so-
treating plastic waste and easing the severe plastic  lutions and hazardous chemical waste, non-homoge-
crisis, as PLA has been proposed as an alternative  neous irregularity of the surface due to etching and
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erosion, as well as a loss of mechanical properties.
In contrast, solvent-free techniques involving dry-
route strategies such as ozone oxidation, gamma-
and UV-radiation, and plasma treatments should be
considered for the incorporation of functional groups
on the surfaces of biodegradable materials [22].
The surface modification of biodegradable polymers
using low-temperature plasma discharge can posi-
tively affect the (bio)degradability of biomaterials.
Plasma treatment is responsible for an increase in wet-
tability, which results in an enhancement of the bio-
degradability through the incorporation of new polar
functional groups, such as the hydroxyl, carboxyl, and
carbonyl functional groups, into the polymer back-
bone chain. Chang and Chian [23] confirmed that
plasma-modified chitosan films possess enhanced
biodegradability compared to unmodified chitosan
films. This behavior is caused by the metabolization
of more hydroxyl and carboxylic acid groups during
biodegradation, which are incorporated onto the sur-
face during the plasma treatment process. Fabbri et
al. [24] used low-temperature plasma to modify the
surface of a poly(butylene succinate)-based copoly-
mer, which improved the hydrolytic degradation rate
and the biocompatibility. Plasma etching was respon-
sible for an enhancement in the polymer wettability,
resulting in an increased hydrolytic degradation rate,
while the bulk properties remained unchanged. Song
et al. [25] studied the effects of low-temperature
plasma treatment on the biodegradable and physic-
ochemical properties of PLA during 56 days of stor-
age time. The wettability, photodegradation, thermal,
and microbial biodegradability properties of the
modified PLA films were remarkably enhanced.
There are only a few studies related to the effect of
plasma treatment on the degradation of PLA. Herein,
and to the best of our knowledge, this study is the
first to combine both plasma treatment with acceler-
ated weathering degradation of PLA. The effect of
two different types of plasma treatment on the accel-
erated weathering degradation of PLA across 2000 h
was extensively studied. Corona and radio-frequen-
cy (RF) plasma treatments were applied to treat the
PLA surface in order to promote the degradation
process. The samples were analyzed by various an-
alytical, spectroscopic, and microscopic techniques
to investigate the chemical, physical, and mechanical
changes in the combined effect of plasma treatment
and accelerated weathering degradation.
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2. Experimental

2.1. Materials

The PLA used in this study was a biopolymer with
a high molar mass (Ingeo™ Biopolymer 2003D),
obtained from NatureWorks, LLC (Minnetonka,
MN, USA). It was transparent with a density of
1.24 g'ecm™, a melt flow index of 6.0 g/10 min
(2.16 kg and 210°C), a glass transition of ~55°C,
and a melting temperature of ~150°C.

Ethylene glycol (>98% FLUKA, Morris Plains, New
Jersey, USA), formamide (>98% FLUKA), and ultra-
pure water (prepared by Purification System Direct
Q3, Millipore Corporation, Molsheim, France) were
used as the testing liquids for the wettability analyses.

2.2. Sample preparation

The neat PLA was placed between two stainless steel
plates covered by a release foil and molded into
1 mm thick sheets at 170 °C for 5 min using a mount-
ing hot press machine (Carver, Inc., Wabash, Indiana,
USA) at a pressure of 50 bar. The sheets were al-
lowed to cool down by water to room temperature
and then cut into dumbbell and rectangular shapes
as further described.

2.3. Plasma treatment

The corona CVE-L system (Softal, Germany), work-
ing at atmospheric pressure, was used for the surface
treatment of the PL A samples under dynamic condi-
tions. This system generates corona discharge in an
air atmosphere using a 7010 generator (Softal, Ger-
many) with a maximum of 300 W of nominal power
and a 20.8 kHz frequency at 8.4 A of output current.
The corona system consists of a set of powered metal
electrodes embedded in a ceramic insulator for the
optimal isolation of high voltage, allowing treatment
of a 29.70x1.35 cm? surface area. A planar sample
holder made of porous aluminum with suction con-
trol kept the samples in the right position during the
treatment. A high-efficiency catalytic ozone removal
system was part of this system for an efficient ozone
extraction, ensuring a safe working environment.
The plasma treatment process of the PLA samples
was optimized in terms of treatment times that varied
from 1 to 12 s using 300 W of nominal power, and
1 mm was the distance between the electrodes and
the sample holder.

A Venus75-HF plasma system (PlasmaEtch, USA),
working under vacuum (~27 Pa) and ata 13.56 MHz
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frequency, was used for the surface treatment of the
PLA samples under static conditions. This equip-
ment consisted of a cylindrical chamber made of alu-
minum (25 cm in diameter and 28 cm depth). A ca-
pacitive parallel plate design allowed generating
nominal power with a maximum of 120 W. All of the
operational parameters were fully controllable by the
PC software, such as the treatment time or nominal
power, for achieving an optimal plasma treatment
process of the samples. The RF plasma treatment of
the PLA samples was first optimized in terms of var-
ious treatment times (15—180 s) prior to the acceler-
ated degradation studies.

2.4. Accelerated weathering aging

Accelerated weathering of the plasma-treated sam-
ples, i.e., the corona- and RF-treated PLA samples,
were conducted in an accelerated weathering tester
QUV/se model (Q-LAB, Westlake, Ohio, USA). The
weathering conditions followed the Cycle-C of the
ASTM D4329 standard. Fluorescent UV lamps
(UVA-340) with a 0.76 W-m™2 irradiance (a 340 nm
wavelength) were used with cycles of 8 h UV irra-
diation at 50°C, followed by 4 h of dark at 50°C
under 100% condensing humidity. These consecu-
tive cycles were applied to the specimens attached
to the test panels without any interruption. The ef-
fects of the accelerated weathering were investigated
for four exposure periods: 0, 500, 1000, and 2000 h.
Samples were collected for analysis after each peri-
od, and they were designated as ‘PLA/xh’, ‘PLA/
Corona/xh,” or ‘PLA/RF/xh’ for the neat, corona-,
and RF-treated PLA samples, respectively, where x
denotes the accelerated weathering period in hours.

2.5. Wettability analysis

A video-based optical contact angle measuring sys-
tem, i.e., OCA35 (DataPhysics, Germany), was used
to measure the surface wettability changes of the PLA
samples after plasma treatment, and the aging effect
was measured using the sessile drop technique. Test-
ing liquids with different surface tensions, such as
water, formamide, and ethylene glycol, were used to
evaluate the surface free energy of the untreated and
treated samples to determine their wettability. A 3 pl
volume of testing liquids was used to eliminate grav-
itational effects. Surface free energy (ys), including
its polar (yP) and dispersive (y¢) components (Equa-
tion (1)), were evaluated with the SCA20 software
using the Owens—Wendt—Rabel-Kaelble regression

model [26] by application of a geometric mean
(Equation (2)). The subsequent substitution in
Young’s equation (Equation (3)) was used to obtain
a linear equation of the type y= mx + ¢ (Equa-
tion (4)), which was used for the evaluation of the
surface free energy of the prepared and treated poly-
mer nanocomposite samples:

Yo=Y+ S (1)
Ya="Ys— Y1 2V Yoy = 24/ Y2y} )
Ys = Ysl + rYl COSG (3)

Yi 1+COSG)_\/7 /zl \/"{75 @)
1

where (yP) and (v¢) are the polar and dispersive parts
of the surface energy of the solid (ys), respectively,
and (y/') and (y ) are the polar and dispersive parts
of the surface tension of the liquid (y,), respectively.
The reported value for each testing liquid corre-
sponds to the mean of at least five measurements
taken on different parts of the substrate surface.

2.6. Surface morphology analysis

The surface morphology changes of the plasma-
treated and degraded samples were investigated using
scanning electron microscopy (SEM). The Nova
NanoSEM 450 (FEL, USA) SEM equipment was used
for this purpose. A very thin Au layer (a few nano-
meters) was sputter-coated onto the sample surface
to ensure a high resolution of the resulting SEM im-
ages in 2D scale as elimination of electron accumu-
lation on the analyzed surface.

Detailed information about the surface topography
of the PLA samples in 3D scale was obtained using
atomic force microscopy (AFM). The MFP-3D (Asy-
lum Research, USA) AFM device, using an AC160TS
silicon probe (Al reflex-coated Veeco model;
OLTESPA, Olympus, Japan), was employed to cap-
ture high-resolution AFM images (512x512 points)
using a non-contact tapping mode in air under am-
bient conditions. The surface roughness was also
evaluated by the R, parameter considering the aver-
age height of the irregularities relative to the sample
surface in a perpendicular direction. Moreover, the
height variations on the surface (z-axis) were evalu-
ated by line profiles from ZSensor.
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2.7. Structural analysis

X-ray diffraction (XRD) analyses were performed
using an Empyrean (Panalytical, Almelo, The Nether-
lands) equipped with a Cu K, (A =0.1540 nm) source
to analyze structural properties of the PLA samples
in terms of crystalline and amorphous phases. The
XRD generator was operated at 40 mA and 45 kV.
Samples were scanned from 5 to 80° at a scanning
rate of 0.0130° 26.

2.8. Chemical composition analysis

Qualitative analyses of the chemical composition
changes in the PLA samples after plasma treatment
and accelerated weathering were carried out by
Fourier transform infrared spectroscopy (FTIR) using
an attenuated total reflectance accessory. FTIR Spec-
trometer Frontier (PerkinElmer, MA, USA) was used
for obtaining the spectra in the middle infrared re-
gion (4000400 cm™) using a ZnSe crystal, allowing
a 1.66 um penetration depth with an average of
8 scans and a resolution of 4 cm™'. Good contact be-
tween the analyzed samples and the crystal was en-
sured using a pressure clamp, allowing to obtain a
high spectral quality.

2.9. Molecular size analysis

The average molecular number (M,) and weight
(My,), as well as the molar mass dispersity (Py),
were determined using gel permeation chromatog-
raphy/size exclusion chromatography (GPC/SEC)
equipped with a Wyatt Mini Dawn (Wyatt Technol-
ogy Corporation, Santa Barbara, CA, USA) multi-
angle light scattering detector and a 100 pl Waters
Alliance 2695 autoinjector (Waters, Elstree, U.K.).
The columns were Agilent PL-gel Mixed-D (Agi-
lent, Santa Clara, CA, USA) with a pore size of 5 um
and a particle size of 2 pm, conditioned at 160°C
using an external oven. The flow rate was 1 ml-min~!,
and ultrapure tetrahydrofuran (THF) was used as the
mobile phase. The plasma-treated PLA samples for
analysis were prepared by dissolving a small amount
of polymer (35 mg-ml™') in THF, followed by vig-
orous stirring for 30 min. Subsequently, the sample
was filtered through a 0.45 mm nylon filter, and then
the sample was injected.

2.10. Thermal analysis

Differential scanning calorimetry (DSC) analyses
were performed using a DSC8500 (PerkinElmer,
Waltham, MA, USA) differential scanning calorimeter.

The PLA samples (5-10 mg) were heated from 30
to 160°C at 10°C-min~!. The melting enthalpies of
the PLA samples were determined from the DSC
curves, and Equation (5) was used to calculate the
degrees of crystallinity of the samples, where AH,,
is the measured melting enthalpy, AH,. is the meas-
ured cold crystallization enthalpy (which has a neg-
ative value because crystallization is exothermic —
therefore using |[AH,,| and |AH,| in the Equation (5)),
and AHY, is the enthalpy of melting of the 100%
crystalline polymer, with a value of 93.6 J-g~! for
PLA [27]:

| AI_Im | —
AL,

AH,_ |
X, [%] = -100

(6))
A TGA4000 (PerkinElmer, Waltham, MA, USA)
thermogravimetric analyzer (TGA) was used to an-
alyze the thermal degradation behavior of the sam-
ples. The analyses were done from 30 to 600°C at a
heating rate of 10°C-min~! under nitrogen flow
(20 ml-min!). The sample masses were 10-15 mg.

2.11. Mechanical properties

The tensile properties were determined at room tem-
perature using a Lloyd LR 50 k Plus (Lloyd Instru-
ments, Ltd., Farecham, U.K.) universal testing ma-
chine at a stretching speed of 10 mm-min~! (ASTM
D638). The gauge length was 25 mm, and the sample
(dumbbell shape) width and thickness were 3.25 and
1 mm, respectively.

AFM was used also to determine the mechanical
properties of PLA samples using the amplitude mod-
ulation—frequency modulation (AM—FM) technique.
This technique is an extension of standard AC mode
(also known as AM—AFM), where the probe is ex-
cited simultaneously at its fundamental resonant fre-
quency and another eigenmode. The fundamental
resonance was used for obtaining of the topograph-
ical features of the PLA samples, whereas the me-
chanical properties were analyzed by tracking the
frequency and amplitude shift of the another eigen-
mode. The measured frequency shift Af was used to
evaluate the interaction stiffness (Ak™) by Equa-
tion (6):

FM __ Af
AR = 2k, (6)

where £k is the spring constant of the cantilever and
/e 1s the frequency of the eigenmode of the cantilever.
To obtain the Young’s modulus of the PLA samples,
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a general Hertz model was applied, describing the
contact mechanics between the tip and the analyzed
sample. A PLA standard with the known Young’s
modulus (3.04 GPa) was first used for the calibration
of the cantilever to determine its elasticity, which
was subsequently used for obtaining the absolute
values of the Young’s modulus of the analyzed PLA
samples.

3. Results and discussion

3.1. Plasma treatment optimization

Wettability is closely related to the chemical com-
position and roughness of the top surface layer, and
therefore, it is an important factor for the understand-
ing of the degradation process in its initial step. The
contact angles of testing liquids with different sur-
face tensions were used for the evaluation of the total
surface free energy, as well as its dispersive and
polar components. The plasma treatment process
was first optimized in terms of treatment time, vary-
ing from 1 to 12 s and from 15 to 180 s for the coro-
na and RF plasma treatment, respectively. The un-
treated PLA sample showed relatively low contact
angles and, therefore, quite high values of total sur-
face free energy, as well as a high value of the polar
component, indicating quite good wettability [28].
Plasma treatment of the PLA samples improved the
wettability as a result of the incorporation of polar
functional groups (hydrophilic) and roughness
changes [29]. The corona treatment resulted in an
improved wettability, while a large total surface free
energy was achieved using a treatment time of 3 s
(Figure 1a). The RF plasma treatment improved the
wettability even more, with maximum contact angles
achieved using a treatment time of 120 s (Figure 1b).
These conditions were subsequently selected for
treatment of the PLA samples in order to perform the
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a) Treatment time [s]

accelerated weathering aging test. Improved hy-
drophilicity of the plasma-treated PLA with an en-
hanced water content contributed to the accelerated
hydrolytic degradation of the PLA samples [30].

3.2. Surface morphology characterization

Analysis of surface morphology/topography is im-
portant in order to understand the origin of the degra-
dation process, which subsequently affects the layers
below the surface, thereby resulting in a complex
degradation. During the degradation, chain scission
preferably occurs in the amorphous region, and crys-
talline domains can be formed [31]. The untreated
and plasma-treated PLA samples initially exhibited
transparency because of their amorphous character,
which changed during the weathering exposure be-
cause of the formation of a semicrystalline structure
[21]. The formed carboxylic end groups were then
able to act as a catalyst for the degradation of PLA
[32, 33]. The information about the 2D surface mor-
phology was obtained by SEM, and is summarized
in Figure 2. The 2000 h of aging time led to a re-
markable increase in roughness. The surface of the
PLA sample was significantly affected by the degra-
dation process, while micro-cracks, voids, and de-
fects were clearly visible. These structural defects
(cracks, cavities, and voids) are susceptible to sub-
sequent UV and water penetration (hydrolytic degra-
dation) to the deeper underneath layers, and there-
fore, the whole PLA bulk is affected, as was con-
firmed by other techniques, such as the DSC, XRD,
and tensile tests. Plasma treatment of the PLA sam-
ples led to changes in the surface morphology as a
result of the etching and ablation processes, while
the presence of isles was more pronounced in the
RF-treated PLA sample. This can be explained by
the fact that the isles consisted of crystalline regions,
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E‘ ']
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Figure 1. Surface free energy of: a) corona-treated and b) RF-treated PLA samples vs. treatment time.
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Untreated

10 um

b)

Corona treated

RF treated

10 um

Figure 2. Scanning electron microscopy (SEM) images of PLA samples (from left to right: Untreated, corona-, and RF-treat-
ed) at an accelerated weathering time: a) 0 h and b) 2000 h.

as well as by the fact that the plasma treatment pre-
dominantly affected the amorphous regions [34]. Ac-
celerated weathering aging 2000 h resulted in a re-
markable increase in the surface roughness for the
corona-treated PLA samples. The size and number of
the cavities and isles were even larger for the RF-
treated PLA samples after 2000 h of accelerated
aging, confirming significant degradation in the
outer surface area.

Detailed information about the topographical struc-
tures of the PLA samples in a 20x20 pm? patch of
the surface area was obtained using AFM (Figure 3).
The untreated PLA sample showed a characteristic
texture (agglomerates) in the relatively smooth sur-
face area, while the R, was 15.1 nm. The 500 h of ac-
celerated aging was responsible for a decrease in sur-
face roughness (R, = 7.6 nm). The additional increase
in aging time to 1000 h resulted in an increase in the
surface roughness, while R, achieved the highest
value of 16.9 nm. Aging time 2000 h led to a slight
decrease in the surface roughness (R, = 12.5 nm).
The ablation and etching processes that occurred
during the plasma treatment led to changes in the sur-
face topography of the PLA samples while specific
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structures were formed. In the case of RF plasma
treatment, the surface roughness slightly increased
(R, =17.1 nm), probably because of the presence of
localized agglomerate regions, which were not af-
fected by plasma etching. An aging time of 500 h
also led to a decrease in the surface roughness of the
plasma-treated PLA samples (R, = 14.2 nm). The
1000 h of aging time led to an increase in the surface
roughness of the plasma-treated PLA, with almost
identical values as in the case of untreated PLA/1000h.
Meanwhile, 2000 h of aging time did not lead to any
significant changes in the surface roughness of the
corona-treated PLA sample, but slightly higher than
in the case of the untreated PLA sample. However,
the surface roughness of the RF-treated PLA sample
achieved the highest values, with R, equal to
70.0 nm.

3.3. Structural studies

XRD was used to study the effect of accelerated
weathering on the structural properties of the un-
treated and plasma-treated samples in terms of the
resultant crystallinity. The XRD profiles of the PLA
samples are given in Figure 4 for the different aging
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Figure 3. Atomic force microscopy (AFM) images with line profiles of PLA samples: Untreated (left column), corona-treated
(middle column), and RF-treated (right column) at accelerated weathering times: a) 0 h and b) 2000 h.

times. The corona- and RF-treated PLA samples, as
well as the untreated PLA, appear completely amor-
phous without any recognizable peaks before weath-
ering. Only after 500 h of weathering, the RF-treated
samples show two peaks observed at the 26 values
around 16.4 and 18.7°, which correspond to the
(200/110) and (203) planes from the crystalline
structure of PLA, while the corona-treated samples
remained as amorphous as untreated PLA.

Sharp peaks clearly appeared in the corona-treated
samples after 1000 h of weathering, whereas at the
same period, only minor peaks were noted in the RF-
treated samples around 14.7, 22.2, 24.4, and 28.7°.
These peaks are assigned to the (110), (300/030), and

Untreated PLA/Oh
PLA/Corona/0Oh
PLA/Corona/500h
PLA/Corona/1000h
PLA/Corona/2000h

Intensity [a.u.]

a) 20 [°)

(220) planes, indicating that the PLA contained both
D and L isomers [35].

The intensity of all of the observed peaks increased
with weathering time for both plasma treatments.
The same evolution was noticed for neat PLA [21].
However, it was clearly seen that the RF-treated PLA
degraded more rapidly than the corona-treated PLA,
which was indicated by the earlier conversion of the
amorphous character of the PLA to a semicrystalline
one. It is known that amorphous regions are first at-
tacked during hydrolytic degradation, followed by
crystalline regions. The mobile shorter chains formed
during hydrolytic and UV degradation allow for the
reorientation of the crystalline phase, which results

—— Untreated PLA/Oh
PLA/RF/Oh

—— PLA/RF/500h

—— PLA/RF/1000h

—— PLA/RF/2000h

Intensity [a.u.]

b) 20[°]

Figure 4. X-ray diffraction (XRD) spectra of PLA samples treated by a) corona plasma and b) RF plasma.
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in an increase in crystallinity [21]. The change in the
XRD diffraction patterns showed that the RF treat-
ment of the PLA surface accelerated the degradation
processes and, consequently, the crystallization be-
havior of PLA, which is in accordance with the fur-
ther discussion suggesting that plasma treatment
contributes to the degradation of PLA.

3.4. Wettability analysis

The effect of aging time on changes in the polar com-
ponent of the surface free energy of untreated and
plasma-treated PLA samples is summarized in Fig-
ure 5. The wettability of the untreated and plasma-
treated PLA samples decreased with increasing time
during the first 1000 h of aging. This phenomenon
can be explained by the rotation and diffusion of the
plasma-formed polar functional groups [36] or the
degraded oxygen-containing species into the deeper
layers below the surface of the PLA. This wettability
deterioration can be also described by the diffusion
of water from the top surface into the bulk [37, 38].
The diffusion of water into the polymer is much
faster than hydrolytic degradation [37]. After 2000 h
of aging, the wettability of the untreated PLA samples
decreased even more, while the improved wettability
of the plasma-treated PLA samples was probably
caused by defects (cracks) and an increase in rough-
ness, as was confirmed by microscopic analysis.

3.5. Chemical composition analysis

FTIR spectroscopy was used to analyze the possible
chemical changes in the plasma-treated PLA sam-
ples during accelerated weathering, such as the car-
bonyl and polar groups’ content, or new bands indi-
cating the degradation of the PLA. The characteristic
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Figure 5. The polar component of the surface free energy of
PLA samples vs. accelerated weathering time.

absorption bands of the neat PLA were observed at
1747 cm™', attributed to the stretching vibration of
the carbonyl groups (C=0 in the -CO-O- group);
the characteristic spectra of C—O—C occurred in the
1050-1250 cm™" region and the bands positioned at
1452, 1382, and 1360 cm™! were due to the asymmet-
ric and symmetric deformation of CHj [13, 16, 39—
41]. The region of 2800-3000 cm™' was assigned to
the asymmetric and symmetric stretching mode of
the CH3 and CH, groups. The FTIR spectra of the
neat, corona-, and RF-treated PLA samples are com-
pared in Figure 6. The corona and RF plasma treat-
ment simultaneously broke up the C—H and C-C
bonds, resulting in etching/ablation and functional-
ization reactions in the PLA surface area [42]. More-
over, the formed volatile products from the PLA sur-
face were extracted by the vacuum system, part of
the equipment used [43], which led to lower-inten-
sity FTIR spectra compared to that of the untreated
PLA. Regarding the differences between the treated
and untreated PLA, a slight increase in the absorp-
tion band in the wavenumber range between 3300
and 3500 cm™! was noted for the plasma treated sam-
ples, which is attributed to —OH stretching. Plasma
treatment promotes an increase in oxygen-containing
functional groups, confirming the polar character of
the surface already elucidated in the wettability analy-
sis and revealed by Figure 6 [44—46].

Figure 7 shows the FTIR spectra obtained for the co-
rona-treated samples after accelerated weathering. Ac-
celerated weathering deteriorated the structure of the
PLA via polymer cleavage, leading to chain scission,

Transmittance [a.u.]

b C
3750 3500 3250 3000 2

Y T ¥ T T T v T T T v
3000 2500 2000 1500 1000 500

Wavenumber [cm™']

e T
4000 3500

Figure 6. Fourier transform infrared spectroscopy (FTIR)
spectra of PLA samples: a) Untreated, b) corona-
treated, and c) RF-treated.
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Figure 7. FTIR spectra of corona-treated PLA samples at ac-
celerated weathering times: a)0h, b) 500 h,
¢) 1000 h, and d) 2000 h.

especially at the C—O and C—C ester bonds from the
PLA backbone structure [21]. The formed carboxylic
end groups acted as a catalyst for the degradation of
PLA[32, 33]. However, the UV and moisture expo-
sure did not significantly change the chemical struc-
tures of the plasma-treated PLA samples. The effect
of 2000 h of weathering exposure in the corona-
treated PLA sample is shown in Figure 7 curve d, in-
dicating sharp peaks at 1214 and 1360 cm™' assigned
to C—O—C and CH and attributed to chain scission
of the PLA during degradation. Another interesting
result was observed at 957 cm™!, with a peak shift to
955 cm ! after 2000 h, related to the modification in
the amorphous and crystalline structure of the PLA
after weathering [47, 48]. In addition, a new peak at
733 cm™! appeared in the spectrum of PLA/corona/
2000h, while a shoulder appeared at 1650 cm™" after
1000 h of weathering. The region at 733-756 cm™!
represents the skeletal vibration of the methylene
groups [47], whereas those at 1650 cm™ reveal the
generation of a new C=C bond. This proves that the
photodegradation via a Norrish II type mechanism
occurred during weathering exposure, involving chain
cleavage and the presence of newly formed chains
[17,21,41,49, 50]. After 2000 h, this peak was less
evident in the PLA/corona samples due to the pres-
ence of a new shoulder at lower wavenumbers, i.e.,
1580 cm™'. The 1580 cm™' wavenumber is described
as being indicative of water absorption of the mate-
rial [S1]. Apart from the UV irradiation steps, during
the accelerated weathering tests, there was also mois-
ture (condensation steps), leading to water absorption
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Figure 8. FTIR spectra of the RF-treated PLA samples at ac-
celerated weathering times: a)0h, b) 500 h,
¢) 1000 h, and d) 2000 h.

during the hydrolysis degradation, as confirmed by
this peak.

Figure 8 shows the FTIR spectra of the RF-treated
PLA samples and the characteristic transmittance
peaks after different periods of accelerated weather-
ing. The presence of C=C stretching vibration was
observed after 2000 h by a broadening of this band
at 1600 cm™!, which could also have combined the
observed band at 1580 cm™! noted in PLA/corona/
2000h. The intensity of the ester vibrations observed
at 1268 and at 955 cm™! simultaneously decrease. In
addition, a new peak seemed to appear at 922 cm™!
for PLA/RF/500h and PLA/RF/2000h. Previous au-
thors have generally described this shift in the spec-
tral region between 950 and 920 cm™' as indicative
of the crystallization event of PLA, characteristic of
o crystals [21, 48].

3.6. Molecular weight analysis (GPC/SEC)
GPC/SEC was performed to analyze the changes in
the molecular weight distribution of the plasma-treat-
ed PLA samples exposed to accelerated weathering
conditions, and to evaluate the resultant chain scis-
sion of the polymer. Table 1 shows the changes in the
average molecular number (M,) and weight (M,,) of
the plasma-treated PLA as a function of accelerated
weathering time and also reports the percentage of
degradation and the polydispersity index (Dy).

In agreement with prior works, it is necessary to
mention that PLA suffered molecular scission during
the fabrication of the samples at high temperatures
[52, 53]. Before sample preparation, the raw material,
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Table 1. Molecular weights and polydispersity index (Dy) of the PLA samples.

M, cumulative

M,, cumulative

Sample [g.i{;‘rl] My det{g;:: ]d ation degradation [g-f(v)vlfl] My deig‘;j]dation degradation Dy
[%o] [%]

Untreated PLA/Oh 71500 - - 89500 - - 1.3
PLA/corona/Oh 13290 - - 17420 - - 1.3
PLA/corona/500h 11340 15 15 15180 13 13 1.3
PLA/corona/1000h 5305 53 60 7446 51 57 1.4
PLA/corona/2000h 2085 61 84 2899 61 83 1.4
PLA/RF/O h 33680 - - 44090 - - 1.3
PLA/RF/500h 18350 46 46 23950 46 46 1.3
PLA/RF/1000h 7226 61 79 9770 59 78 1.4
PLA/RF/2000h 1731 76 95 2444 75 94 1.4

M,: average molecular number; M,,: average molecular weight.

i.e., PLA 2003D, showed an average molecular num-
ber (M,) of 100422 g-mol™!, an average molecular
weight (M,,) of 180,477 g-mol™!, and a polydisper-
sity index of 1.79 [54]. A large difference was ob-
served after sample preparation, with the M, and M,,
of neat PLA after sample production being 71500
and 89500 g-mol™!, respectively, while its Dy; was
1.3. Furthermore, differences were found in the M,
and M, for PLA/corona/Oh and PLA/RF/Oh. Since
the sheet production was exactly the same way for
corona- and RF-treated samples, these results should
be related to each type of plasma used. The kinetic
energy of the plasma reactive species during the ap-
plication of this treatment caused slight surface heat-
ing [43]. It is also mentioned that uncontrolled and
high-energy plasma often break up both the C—H and
C—C bonds simultaneously, leading to the degrada-
tion of the polymer backbone [42]. It is clear that the
M, and M, of both the plasma-treated PLA samples
gradually decreased after weathering, indicating the
chain cleavage already mentioned, but with different
kinetics were noted. While the corona treatment
showed the highest reduction of M, and M, between
500 and 1000 h of weathering exposure, the PLA
samples treated by RF plasma showed the same per-
centage of decrease after 500 h of degradation, i.e.,
a reduction of 46%. Although the PLA/RF samples
started the weathering cycles with a higher molecu-
lar weight value, after 2000 h, a lower My, than that
of PLA/corona was found. In the case of the coro-
na-treated PLA, the M, decreased from 13290 to
2085 g-mol ™! after 2000 h of accelerated weathering,
while the initial Mn of the RF-treated PLA showed
a higher decrease from 33680 to 1731 g-mol ™" after
2000 h under the same conditions. A similar trend of
degradation was observed for the untreated PLA
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[21]. A 91% degradation of the untreated PLA, cor-
responding to an M, of 6500 g-mol™" and an M,, of
9000 g-mol~!, was achieved after 2000 h of aging,
whereas approximately 95% was noted for PLA/RF/
2000h. This confirms our previous conclusions that
RF treatment promoted the weathering degradation
of PLA more than corona treatment. Another inter-
esting result is the constant similar Py, of the PLA
treated with corona and RF during the weathering
exposure, which means that the chain scissions ran-
domly occurred in all molecules of the PLA [52, 53].

3.7. Thermal properties

DSC was used to determine the changes in the de-
gree of crystallinity characterized by enthalpy and
melting phenomena of the plasma-treated PLA sam-
ples before and after 500, 1000, and 2000 h of ac-
celerated weathering. Figure 9 shows the DSC curves
of the corona- and RF-treated PLA from the first heat-
ing scan. The results are summarized in Table 2.
The behavior of both plasma-treated PLA samples
could be considered analogous before weathering, but
slight differences were noted compared to untreated
PLA. The glass transition and melting temperatures
increased to 59 and 150 °C, respectively, after plas-
ma treatment, while the amorphous character re-
mained the same after corona and RF treatment. In
addition, the cold-crystallization temperature was
observed to be higher for the corona-treated sample
(123°C), while the RF-treated sample seemed to
present two exothermic events (at 93 and 127 °C).
During the plasma surface treatment, H atoms were
extracted from the C—H bonds of the polymer chains,
generating carbon radicals able for a crosslinking
formation in the PLA surface [42, 55, 56], which re-
stricted the chain mobility of PLA. This explains the
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Figure 9. Differential scanning calorimetry (DSC) first heating curves of PLA samples treated by: a) corona plasma and

b) RF plasma.

observed shift of 7, and T;, to higher temperatures
after plasma treatment.

As the weathering time increased, the corona- and
RF-treated PLA samples showed differences be-
tween their cold crystallization and melting en-
thalpies. These values indicate that the noted crys-
tallinity in the treated PLA samples already occurred
before DSC analysis due to the weathering process,
especially for long weathering times, which is in
agreement with the XRD analysis. After 2000 h of
weathering, the corona-treated sample showed the
absence of cold crystallization, also not seen in PLA/
RF/1000h, which means a complete semicrystalline
character of the plasma-treated PLA after accelerated
weathering.

The effect of the accelerated weathering exposure
was also reflected in the glass transition of the sam-
ples. An interesting result was observed for the glass
transition of PLA/corona/500h, which is similar to
neat PLA as noted in our previous work [21]. The
erosion process that occurs during weathering and

the degradation process itself should be enough to
degrade the lightly crosslinked structure created on
the PLA surface during the plasma treatment. After
1000 h, small crystallites formed during UV-initiated
degradation acted as physical crosslink points, which
restrained the chain movement of the corona-treated
PLA, so that higher T, temperatures were noted and
the amorphous chains became less mobile [21, 57].
After 2000 h of weathering, PLA/corona/ 2000h pre-
sented a high degree of crystallinity, reflecting the
very low molecular weight of the plasma treated
PLA due to the high level of degradation. T, was al-
most imperceptible and showed the lowest value of
all the samples, whereas untreated PLA showed the
same T, after 2000 h of aging [21].

An increasing accelerated weathering time showed
that the T, of the corona-treated PLA decreased. The
respective peaks were more pronounced and broad-
ened over time, reflected in the melting enthalpy and
the increased degree of crystalline for long weather-
ing periods. However, an exception was observed for

Table 2. Characteristic temperatures, enthalpies, and degree of crystallization of the PLA samples.

T, AH,, T ) AHcc Tcc X,
Sample [°C| [J-g ] [°C] [°C] [3-g] [°C] [%]
Untreated PLA/Oh 56.9 2.3 147.7 2.2 121.2 0
PLA/corona/Oh 59.2 4.0 150.4 52 123.3 0
PLA/corona/500h 56.5 239 153.5 13.4 113.5 11.2
PLA/corona/1000h 58.7 31.8 149.2 17.6 93.2/116.0 15.3
PLA/corona/2000h 45.7 32.6 145.8 0.0 — 34.8
PLA/RF/Oh 58.7 5.1 150.3 7.3 97.2/126.5 0
PLA/RF/500h 59.2 21.6 152.8 9.0 102.2 13.4
PLA/RF/1000h 56.5 33.6 130.7 153.1 0.0 136.7 35.9
PLA/RF/2000h 53.1 38.3 126.6 152.3 3.0 99.3 37.7
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PLA/corona/1000h, which did not correspond to this
trend. It was observed that shorter chains formed
after chain scission by photo and hydrolysis degra-
dation, causing inconsistent changes in the glass and
melting temperature with increasing weathering time.
A complex influence of factors such as changes in
free volume and the configuration of the amorphous
phase could also support our observed results [2, 21,
49, 58-63].

The melting temperature of the PLA samples treated
by RF showed the opposite trend as the corona-treat-
ed samples. A slight increase of 3 °C was noticed
after 500 h of UV and moisture exposure, which re-
mained almost constant with increasing weathering
time. In addition, a new endothermic event was ob-
served for PLA/RF/1000h and PLA/RF/2000h around
131 and 127 °C, respectively. This behavior was also
observed for the untreated PLA after 2000 h of weath-
ering exposure [21]. The double-peak could be the
result of the melting of different sized lamellae
formed during the degradation process or the result
of a melting—recrystallization—melting process [19,
64—66]. Since cold crystallization was not observed
after these periods, the latter explanation is the most
obvious.

The T, of the PLA treated by RF plasma remained
the same at 59 °C after the first period of weathering,
but decreased as the weathering time increased to
1000 and 2000 h, while the degree of crystallinity in-
creased over the entire weathering time. The shorter
chains from polymer cleavage during UV and hydrol-
ysis degradation had lower molecular weight and
higher mobility. Thus, the observed lower 7, and the
ability to re-organize and create crystalline domains
is prevalent for enhancing the stiffness of the samples.
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However, due to the advanced polymer degradation,
this semicrystalline structure was no more efficient
for physically restricting the amorphous polymer
chains, as was also observed in the corona samples
(i.e., a decrease in Ty).

Concerning the untreated PLA from our previous
study [21], after 2000 h of weathering, it presented
similar characteristics to the plasma-treated samples
after 500 h, such as cold crystallization, glass tran-
sition, and double melting temperature, and, most
importantly, it achieved a degree of crystallization
of approximately 10%. These results are in accor-
dance with most of the other results, showing that
plasma treatment accelerated the weathering degra-
dation of PLA. In addition, it appears that the RF
treatment promoted the UV- and moisture-initiated
degradation of PLA much more than observed in the
corona-treated samples, as was already confirmed by
other analyses.

3.8. Thermogravimetric analysis

The thermal stability information of the plasma-
treated PLA was obtained by TGA. The differential
TGA curves for the corona- and RF-treated PLA sam-
ples after different periods of accelerated weathering
are shown in Figure 10. Table 3 shows the decom-
position temperature at 5 and 50% of mass loss, as
well the dTGA peak maximum temperatures ob-
served for all samples.

Both plasma-treated samples display a one-step mass
loss from approximately 300 to 400 °C, and no dif-
ferences in the thermal degradation were detected be-
tween the neat PLA [21] and the corona-treated PLA
in that range before accelerated weathering degra-
dation. However, a higher onset was found for the
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Figure 10. Differential TGA curves of the PLA samples treated by: a) corona plasma and b) RF plasma.
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Table 3. Characteristic degradation temperatures of the PLA

samples.

e I
Untreated PLA/Oh 332 359 362
PLA/corona/Oh 332 360 364
PLA/corona/500h 326 360 365
PLA/corona/1000h 331 366 371
PLA/corona/2000h 323 362 369
PLA/RF/Oh 334 366 371
PLA/RF/500h 331 365 371
PLA/RF/1000h 326 365 371

thermal degradation of the PLA treated by RF plas-
ma before weathering degradation. Since both plas-
ma-treated PLA samples showed an amorphous
character before UV and moisture exposure in the
XRD and DSC analyses, the observed event suggests
some crosslinking of the RF-treated PLA [43, 67].
Thus, the energy required for the thermal degradation
increased as the length and stability of the chains in-
creased, in agreement with the GPC/SEC results.
The TGA traces revealed that the thermodegradation
of the corona-treated samples proceeded at lower
temperatures than the RF-treated samples. However,
as the degradation exposure time increased, the tem-
perature at 50% mass loss also increased. It is known
that during weathering exposure, polymer chains are
cleaved and are able to re-organize into crystalline
regions, thereby converting the amorphous character
of PLA into semicrystalline, as was shown in the
XRD and DSC results. Another interesting result was
observed in the gradual increase of Tso,, which fol-
lowed the degree of crystallinity of the samples up
to 35%, i.e., the degree of crystallinity observed in
DSC for PLA/corona/500h < PLA/RF/500h < PLA/
corona/1000h < PLA/corona/2000h and the Tso,
showed exactly the same trend. After achieving 36%
of crystallinity in the DSC in PLA/RF/1000h, the
T'so, started to decrease gradually.

Since PLA is an amorphous polymer and the ob-
served semicrystalline structure was achieved by the
degradation of its chains after UV and moisture at-
tacks and chain scission, the results suggest that after
35% of crystallinity, PLA treated by RF plasma
forms numerous shorter chain segments, for which
lower energy is required for thermal degradation, as
seen in Table 3. These results are also consistent with
the observed values after 2000 h of accelerated weath-
ering. An interesting observation was that when com-
paring the plasma-treated samples with the untreated

PLA after 2000 h of weathering exposure time, only
the T, showed a significant reduction to 317°C,
while 7’509, (356 °C) and Tiax (364 °C) remained al-
most identical as for the untreated PLA/Oh sample
[21]. These results corroborate our previous discus-
sion showing that a decrease in 7’so, represents some
shorter chains for 2000 h of aging, which is much
lower than noted for the plasma-treated samples.

3.9. Mechanical properties

The AM—FM AFM technique was employed to an-
alyze the mechanical properties of the untreated and
plasma-treated PLA samples in the top surface area,
allowing to obtain images of the Young’s modulus
distribution. The AM—FM AFM images of the un-
treated and plasma-treated PLA samples before and
after accelerated aging are shown in Figure 11.
Moreover, the mean values of the Young’s modulus
evaluated by Gaussian fitting are presented in the
related histograms and the values are summarized
in Table 4. Changes in the mechanical properties of
the bulk of the samples treated by plasma were
measured by stress—strain tests, and they are dis-
cussed later.

The Young’s modulus of the untreated PLA sample
achieved a value of 2.2 GPa. The plasma treatment
noticeably increased the mechanical properties of the
PLA samples as a result of a combination of different
processes, such as ablation, etching, functionaliza-
tion, and crosslinking processes in the few tens of
nanometers in the surface area [68, 69]. The Young’s
modulus increased to 2.9 GPa for the PLA/corona/Oh
sample. In the case of RF treatment, Young’s modu-
lus of the PLA/RF/Oh sample increased even more,
achieving a value of 8.3 GPa. The accelerated weath-
ering aging resulted in mechanical property changes
because of a combination of UV, thermal, and hy-
drolytic degradation. A time of 500 h of aging led to
an improvement in the mechanical properties of the
untreated and corona-treated PLA samples as post-
processing chemical reactions, while Young’s mod-
ulus was 3.3 and 8.3 GPa, respectively. On the con-
trary, the mechanical properties of the RF-treated
PLA slightly deteriorated, while Young’s modulus
decreased to 8.1 GPa. The additional increase in
aging time was responsible for increasing Young’s
modulus for the untreated PLA, while the highest
value was achieved after 2000 h of aging (6.2 GPa).
In contrast, 1000 h of aging of the plasma-treated
PLA samples led to a decrease in Young’s modulus,
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Figure 11. Extended AC mode amplitude modulation—frequency modulation technique (AM—AFM) images of PLA samples
(from left to right: Untreated, corona-, and RF-treated) at accelerated weathering times: a) 0 h and b) 2000 h.

achieving values of 8.3. and 3.4 GPa for the corona
and RF plasma treatments, respectively. The addi-
tional increase in aging time resulted in a further de-
crease of Young’s modulus values to 7.7 and 2.1 GPa
for the PLA/corona/2000h and PLA/RF/2000h sam-
ples, respectively. This confirms the enhanced degra-
dation of the plasma-treated PL A samples caused by
the incorporated polar functional groups responsible
for catalytic hydrolytic degradation, together with
thermal and UV degradation, which was pronounced
after longer aging times.

Table 4. Surface mechanical properties of the PLA samples.

Young’s modulus
Sample [GPa]
Mean Width
PLA/Oh 2.2 0.2
PLA/500h 33 0.2
PLA/1000h 3.7 0.5
PLA/2000h 6.2 1.0
PLA/corona/Oh 2.9 0.3
PLA/corona/500h 8.3 1.2
PLA/corona/1000h 8.3 1.2
PLA/corona/2000h 7.7 1.0
PLA/RF/Oh 8.6 1.6
PLA/RF/500h 8.1 1.3
PLA/RF/1000h 34 0.3
PLA/RF/2000h 2.1 0.8
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The bulk changes in the mechanical properties of the
PLA samples were evaluated by stress-strain tests, and
the mechanical properties are summarized in Table 5.
The mechanical properties of the neat PLA and the
PLA samples treated with corona and RF plasma were
similar, since this treatment affected only the surface
area (few tens of nanometers) [22], and thus the bulk
was not affected before weathering exposure.

It is seen in Table 5 that during the initial accelerated
weathering period of 500 h, the tensile strength, ten-
sile strain and toughness of the corona treated PLA
samples decreased. During this short period of weath-
ering exposure, chain cleavage of the PLA occurred
but was not enough to allow the rearrangement of
polymer chains into a strong and stable crystalline
structure. As shown in the DSC analysis, the crys-
tallinity degree was low and not detectable by XRD
analysis. Slight differences were found in PLA/coro-
na/1000h for Young’s modulus, but they were sig-
nificant, showing higher values for all mechanical
properties than the shorter period of aging. This hap-
pened due to the self-organization of small chains
into crystalline domains. This increase was revealed
for 15% of crystallinity, achieved due to a longer pe-
riod of UV and moisture exposure. The chain scis-
sion effect was found to be more dominant in this
period, corroborating the GPC analysis.
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Table 5. Mechanical properties of PLA samples.

Sample Stress at break Strain at break Young’s modulus Toughness
[MPa] [%] [MPa] [MPa%]
Untreated PLA/Oh 25.5+1.2 1.8£0.4 3036+101 35.4+10.1
PLA/corona/Oh 24.3+2.3 1.5+0.1 2760+240 25.2+4.2
PLA/corona/500h 6.6+7.7 1.6+0.3 2288492 20.0+9.3
PLA/corona/1000h 38.9£5.1 2.1+0.4 2362+330 41.2+10.0
PLA/corona/2000h - - -
PLA/RF/Oh 24.5+2.0 1.6+0.4 2839+170 27.1+12.2
PLA/RF/500h 46.0+8.1 2.5%0.5 1823+269 57.1£19.5
PLA/RF/1000h 27.342.5 1.5+0.2 17544346 19.3+£3.7
PLA/RF/2000h - - -

The same was observed for PLA/RF/500h, where
Table 5 shows an increase in stress and strain at
break, but a decrease in Young’s modulus and an in-
crease in the toughness. The crystallinity degree of
this sample, i.e., 13%, which is between 11% and
15% for PLA/corona/500h and PLA/corona/1000h,
reveals an interesting gradual decrease of Young’s
modulus following the gradual increase observed in
the crystallinity, at least up to 15%, as observed in
Figure 12. As is known, crystallinity increases as a
result of chain scission, so Young’s modulus and
strength may be expected to increase during degra-
dation. However, this effect is offset by the fact that
as the crystallinity increases, the molecular weight
decreases [70], as noted in the GPC results. Conse-
quently, it reduces the values of strength and Young’s
modulus, as noted in Figure 12 and Table 5. A larger
increase in the crystallinity was found for PLA/RF/
1000h, i.e., approximately 35%, following a drop in
the molecular weight, which can explain why the
mechanical properties reduced for the crystalline
sample.

It should be pointed out that the PLA/corona/2000h
and PLA/RF/2000h samples were not tested because
they were significantly brittle due to the degradation
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Figure 12. Young’s modulus vs. degree of crystallinity of

PLA samples.
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of the polymer chains, which is visible in the SEM
images in Figure 2. On the contrary, the physical in-
tegrity of the untreated PLA/2000h was still ob-
served with 12.3+4.8 MPa of stress at break and
Young’s modulus of 1748+431.

4. Conclusions

Low-temperature plasma treatment was used to en-
hance the degradation of PLA. For this purpose, co-
rona and RF plasma treatments with subsequent ac-
celerated weathering aging up to 2000 h were em-
ployed. It was observed that plasma treatment led to
a significant acceleration of the weathering degrada-
tion of PLA , combining thermal, UV, and hydrolytic
degradation processes. This was mainly caused by
the formation of hydroxyl end groups resulting in
catalytic degradation of PLA . Moreover, increased
hydrophilicity after plasma treatment, and therefore
water uptake, was responsible for enhanced hy-
drolytic degradation. Consequently the overall bulk
mechanical properties of plasma-treated PLA grad-
ually decreased in the molecular weights and the
polymer chains were ordered into crystalline regions,
changing the amorphous character of PLA to a semi-
crystalline structure. The RF treatment showed to be
more efficient than the corona treatment after 2000 h
of weathering, representing a suitable candidate for
applications requiring enhanced degradation of PLA.
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