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Abstract: New poly (8-valerolactone)/titanium dioxide (PDVL/TiO,) nanocomposites with different
TiO, nanoparticle loadings were prepared by the solvent-casting method and characterized by
Fourier transform infra-red, differential scanning calorimetry, X-ray diffraction and scanning electron
microscopy, and thermogravimetry analyses. The results obtained reveal good dispersion of TiO,
nanoparticles in the polymer matrix and non-formation of new crystalline structures indicating
the stability of the crystallinity of TiO; in the composite. A significant increase in the degree
of crystallinity was observed with increasing TiO, content. The non-isothermal crystallization
kinetics of the PDVL/TiO, system indicate that the crystallization process involves the simultaneous
occurrence of two- and three-dimensional spherulitic growths. The thermal degradation analysis

of this nanocomposite reveals a significant improvement in the thermal stability with increasing
TiO, loading.

Keywords: poly(5-valerolactone)/titanium dioxide nanocomposite; preparation; thermal behavior;
non-isothermal crystallization kinetics; thermal stability

1. Introduction

Poly (8-valerolactone) (PDVL), which is a member of the poly (lactone) family, has attracted very
little attention from investigators, notably in biomedical domain, compared to poly (6-caprolactone)
PCL, even though their chemical and biomedical properties are practically similar. This semi-crystalline
polyester is characterized by a lower melting point (58 °C), lower glass transition temperature (—63 °C),
lower crystallization temperature, lower crystallization rate, and lower elastomeric behavior compared
to PCL. These characteristics make it difficult to solidify PDVL from its melt state. This property
is a key element in fusion processes, such as spinning in industrial production [1]. In addition,
the lower thermal stability of PDVL, and its lower mechanical strength, reduced gas permeability,
reduced solvent resistance, reduced hydrophobicity, and slower rate of degradation compared to
those of the polylactone family, considerably limit its application in different fields [2]. This polymer,
with five methylene groups per monomeric unit, is usually synthesized through the ring-opening
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polymerization route of 5-valerolactone using different catalytic systems [3-7]. However, because of
the toxicity of some of these compounds, such as the organometallic catalysts, they are not tolerated
in medical applications. The advantages that characterize this polymer with good biocompatibility,
biodegradability, and permeability allow it to be used as a hydrophobic block in the amphiphilic block
copolymers recommended for the construction of micellar delivery systems of hydrophobic antitumor
drugs [8].

Titanium dioxide (TiO;), which is usually prepared from different ores, exists in three principal
phases—rutile, anatase, and brookite [9]. The rutile phase is stable at high temperatures [10],
and the titania phase is principally used in pigments, adsorbents, catalyst supports, filters, coatings,
photoconductors, and dielectric materials.

Recently, this metal oxide has been the subject of several research studies because of its excellent
electrical and photocatalytic properties. TiO, has proven to be very useful for environmental
protection applications, such as environmental cleaning, carbonic acid decomposition, and hydrogen
generation [11].

The size of the TiO, particles is considered a key factor affecting its performance, notably when
mixed with a polymer as a composite material. Indeed, several researchers have focused their
investigations upon the reduction of the size of TiO, particles using different methods, such as
the sol-gel technique [12-16], homogenization followed by precipitation [17], hydrothermal [18],
flame synthesis [19], relatively new molten salts [20], and mechanomechanical [21,22].

These different methods were often found to produce varying results, and sometimes the same
method led to particles with different sizes when a different starting material was used [23].

The synergistic combinations of polymeric materials and metal oxides through a sol-gel process
have been the subject of several investigations in material science and engineering, caused by its
manipulation in the molecular level leading to the development of new materials having desired
and controllable properties (flexibility, hardness, durability, thermal stability, toughness, and ease of
processing) [24-38]. Combining polymers with ceramics consists of a dominant polymeric phase called
polymer matrix, and an inorganic ceramic phase called filler.

Combining PDVL as the polymeric phase with TiO; as the inorganic nanofiller has at this time
not been studied. The crystalline microstructure, thermal properties, and mechanical properties of the
hybrid material containing a polymer and TiO, depend mainly on the polymer/TiO; ratio, the particle
size of the TiO, phase, dispersion of the particles in the polymer matrix, and also on interfacial
forces between the two components. Indeed, the investigation carried out by Zhang et al. [39] on
the poly (phenylenevinylene)/titanium oxide (PPV/TiO;) nanocomposite showed that the optical
properties of this hybrid nanomaterial also depended on the structure of the interface between the
TiO, nanoparticles and PPV matrix.

In this same way, Kamal et al. [40] investigated the same metal oxide combined with PCL
in a hybrid material fiber for use in the biomedical domain. The results obtained were that the
smaller particles of the anatase phase exhibited significant enhancement of an important number of
properties compared with that prepared by the rutile phase. These authors also reported that the better
interactions between TiO; anatase nanoparticles and the polymer chain drive better biocompatibility
and mechanical properties.

In this work, our particular attention is focused on the investigation of some important thermal
and crystallographic properties of pure PDVL and the PDVL/TiO; nanocomposite. This system is
selected to better understand the physico-chemical properties of the hybrid material for its potential
use in biomedical applications, and particularly in tissue engineering.

To reach this goal, PDVL/TiO, nanocomposite systems containing different amounts of TiO, were
prepared by the solvent-casting route, and characterized by X-ray diffraction, Fourier transform
infra-red (FTIR), scanning electron microscopy (SEM), differential scanning calorimetry (DSC),
and thermogravimetry analysis (TGA). Non-isothermal crystallization kinetics was chosen in this
work to investigate the crystallization kinetics of PDVL and the prepared PDVL/TiO; hybrid material,
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because of compatibility with the different industrial treatment practices compared to that of isothermal
crystallization kinetics. This technique can also offer great potential in the rapid processing of
industrial production.

2. Experimental

2.1. Chemicals

d-valerolactone (DVL) (purity > 99.9%), TiO, nano-powder (purity 99.7%, 21 nm primary particle
size), tetrahydrofuran (THF) (purity > 99.9%), and hexane (purity 99.5%) were provided by Sigma
Aldrich and used without further purification.

2.2. Synthesis of Poly (6-Valerolactone)

DVL (10 mL, 9.64 x 10~2 mol) was polymerized via a ring-opening reaction in the presence of
0.5 mL of hydrochloric acid (HCI) at 40 °C under nitrogen gas. A highly viscous solution was obtained
at the end of the reaction, indicating the formation of PDVL. The reaction was then quenched by
pouring this solution into hexane, after which white beets of PDVL were obtained. The polymer
obtained was dissolved in THF and then precipitated in hexane. The PDVL obtained was then kept
at 40 °C in a vacuum oven for complete drying until a constant mass was obtained. The average
molecular mass and the polymolecularity index of the synthesized PDVL was determined by size
exclusion chromatography (SEC) at 30 °C in THF using a Varian apparatus equipped with a JASCO,
type 880-PU HPLC pump (JASCO, Easton, MD, USA), UV detectors, refractive index, and TSK Gel
columns. This apparatus was calibrated with polystyrene standards, the average number molecular
mass obtained was 3.7 x 10% g-mol !, and the polydispersity index was 3.22.

2.3. Preparation of PDVL/TiO, Nanocomposite

First, 0.5 g of PDVL was dissolved in THF at 80 °C under continuous stirring until complete
dissolution of the polymer. A known amount of TiO, nanoparticles was added to the polymer solution
under vigorous stirring for 30 h and then sonicated for 20 min to prevent agglomeration of the
nanoparticles. The final PDVL/TiO; suspension was then cast in a Teflon Petri dish, air bubbles were
removed by shaking and blowing air, and it was dried at ambient temperature for 24 h followed by
24 h at 50 °C in a vacuum oven to completely remove the solvent traces. A series of PDVL/TiO,
nanocomposites containing 1, 2, 3, 4, and 5 wt % TiO, content were prepared by the same procedure
under the conditions summarized in Table 1.

Table 1. Preparation conditions of poly(d-valerolactone) (PDVL)/TiO, nanocomposites.

System TiO; (g) PDVL (g) TiO; (wt %)
PDVL/TiO,-1 0.005 0.495 1.0
PDVL/TiO,-2 0.010 0.490 2.0
PDVL/TiO,-3 0.015 0.485 3.0
PDVL/TiO,-4 0.020 0.480 4.0
PDVL/TiO,-5 0.025 0.475 5.0

2.4. Characterization

A comparison of the pure PDVL and TiO, nanoparticles crystalline structures with that of
the PDVL/TiO; nanocomposites was carried out using XRD analysis on an X-ray diffractometer
(RigakuDmax 2000, Rigaku, The Woodlands, TX, USA). The crystalline structures of all specimens
were examined using a Cu anode tube, tube voltage of 40 KV/40 mA, and generator current of 100 mA.
All samples were scanned in the 5-60° 2theta range at a scanning rate of 1.0 °C-min~!. The FTIR
spectra of PDVL/TiO, hybrid materials and their pure components were recorded at 25 °C using
a Perkin Elmer 1000 spectrophotometer (PerkinElmer, Waltham, MA, USA). In all cases, at least
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32 scans with an accuracy of 2 cm~! were signal-averaged. The film samples used in this analysis

were transparent and sufficiently thin to satisfy the Beer-Lambert law. The surface morphologies of
the polymer and nanocomposites were examined on a JEOL JSM 6360 (JEOL, Tokyo, Japan) scanning
electronic microscope (SEM) with acceleration voltage of 20.00 kV. In order to reduce any build up
deposed on the film surfaces, specimens were carefully coated with a thin layer of gold using a JEOL
JEC-1600 Auto Fine Coater operated at 20 mA for 80 s prior to the analysis. The DSC thermograms
of PDVL/TiO, nanocomposites and their components were performed on a Shimadzu DSC 60A
(Shimadzu, Kyoto, Japan), previously calibrated with indium. All samples weighing between 11
and 15 mg were packed in aluminum pans before placing them in the DSC cell. The samples were
scanned from —100°C to +250 °C under an atmosphere of nitrogen gas at a heating rate of 20 °C-min 1,
and then maintained at 200 °C for approximately 5 min to destroy nuclei that might act as crystal
seeds. The samples were then cooled down from 200 °C to 20 °C at a constant rate of 5, 10, 15,
and 20 °C-min~!, separately. All the data were collected from the second scan run and none of the
obtained thermograms revealed any traces of degradation. The glass transition temperature Tg was
derived accurately from the thermograms as the midpoint in the variation of the heat capacity with
temperature. The melting point Ty, and crystallization temperature T, were taken exactly at the
summits of their peaks. The TGA thermograms of the pure PDVL and PDVL/TiO, nanocomposites
were recorded on a TGA /DSC1 Mettler-Toledo thermogravimeter (Mettler-Toledo International Inc.,
Columbus, OH, USA) under nitrogen gas. Samples weighing between 10.0 and 12.0 mg were scanned
between 25 and 600 °C at a heating rate of 20 °C-min~".

3. Results and Discussion

3.1. XRD Analysis

The XRD patterns of TiO, nanoparticles, pure PDVL, and their composites containing 1, 2, 3, 4,
and 5 wt % of TiO; are shown in Figure 1. The pattern of the pure anatase phase of TiO; nanoparticles
reveals the main diffraction peaks at 26 localized at 25.30, 37.80, 48.10, 53.90, 55.00, 62.80, and 70.00°,
with those of the rutile phase at 27.4, 36.1, 41.3, and 56.6°, which agrees with the standard spectrum
(JCPDS No.: 88-1175 and 84-1286) [41]. The crystal size of TiO, particles was evaluated from the
Scherrer equation [42,43]:

D_Kx)L

~ Beost @

where the X-ray wavelength A of Cu Ko radiation is 1.54 A, the shape factor K is assigned a value of
0.90, theta is the Bragg angle, and § is the half-height of angle diffraction. The reflecting peak at 25.3°,
which is the (101) characteristic peak of TiO, anatase, is taken to determine the diameter of an average
crystal, and B is 0.411. Both of the B values are converted to radians, and using the Scherer formula,
the calculated average sizes of the crystallite TiO, nanoparticles are estimated to be approximately
20 nm. The semi-crystalline structure of pure PDVL is closely related to its chain architecture. The XRD
pattern of this polymer has two crystallographic reflections, which are probably indexed to the crystal
PDVL structure. The sharp crystalline peaks localized at 20 22° and 24° were assigned to diffraction
of the (110) and (200) lattice planes, respectively [44], indicating that the PDVL probably crystallized
in the ordinary crystal geometric structure. The crystallographic analysis conducted by Furuhashi
indicated that PDVL crystallized with an orthorhombic unit cell structure [45]. The XRD patterns of
the PDVL/TiO; nanocomposites show only the combined crystallographic reflections of their pure
components, indicating the non-formation of new crystalline structures and proving the stability of
the crystallinity of the TiO, nanoparticles in the composite. However, an important depression in
the crystallinity of PDVL is observed when the amount of TiO, nanoparticles incorporated in the
composite is increased.
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Figure 1. XRD refractograms of TiO; nanoparticles, pure PDVL, and their nanocomposites containing
different TiO, contents.

3.2. SEM Analysis

The characteristics of multiphasic systems such as nanocomposites are related to the nature and
composition of the constituents, and also depend on the way they are prepared. The SEM micrographs
of the purchased TiO, nanoparticles, pure PDVL, and PDVL/TiO; hybrid materials prepared by the
solvent casting method, are shown in Figure 2. The photomicrograph in the middle shows typical
nanosized TiO; before its dispersion in the PDVL matrix. The primary particles are sized between 17
and 26 nm in diameter. The micrograph in the top right shows the surface morphology of the pure
PDVL film containing grafts or borrowings probably produced during the preparation of the film.
On the other hand, those of the nanocomposites have grainy morphology surfaces whose nanoparticles
are denser in the case of PDVL/TiO;-5, and appear well covered with PDVL and uniformly dispersed in
the polymeric matrix in its nanoscale. As can be seen from these images, the particle-polymer adhesion
seems to be quite rich, as revealed by the absence of voids around the TiO; filler. This finding confirms
the good compatibility between TiO, and the PDVL polymer matrix revealed by the DSC analysis.
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Figure 2. SEM micrographs of the surface morphologies of pure PDVL and PDVL/TiO,
nanocomposites containing 1, 3, and 5 wt % TiO, contents.

3.3. FTIR Analysis

Figure 3 presents a comparison between the FTIR spectra of PDVL/TiO; nanocomposites and
those of their components, and reveals no particular shift on the absorption bands of PDVL. However,
a slight widening of the carbonyl band at 1730 cm ™! at the half of its height is observed, indicating the
presence of an interaction between the polymer and the nanofiller. This observation is also confirmed
by the decrease in the broad band localized between 550 and 650 cm ™! attributed to the Ti-O-Ti of
TiO; in the hybrid materials. According to the literature [46,47], a depression in the carbonyl peaks of
PCL in PCL/TiO; nanocomposites, in which PDVL is one of its family, is caused by the presence of an
interaction between PCL chains and TiO, nanoparticles. Basing on this principle, we can confirm the
presence of TiO; in the PDVL matrix in nanocomposite form.

3.4. Thermal Behavior of the PDVL/TiO; Nanocomposite

A uniform thermal history across all specimens was ensured by presenting thermograms with
traces of the second run after quenching from temperatures slightly above Tg. As shown in Figure 4,
the thermogram of PDVL shows that Tg and Tr occur at —63 °C and 58 °C, respectively, which is in
agreement with the literature [48,49]. The thermal curves of PDVL/TiO; systems show a dependence
of the thermal properties on the TiO, content incorporated in the composite. Table 2 summarizes the
Tgs and Tps values deducted. As indicated by this table, the glass transition behavior is significantly
influenced by the TiO; content, in which the T value of the PDVL in the PDVL/TiO; system increased
from —63 to —47 °C when the TiO; loading was varied from 0 to 5 wt %. However, as the inorganic
content increased, the melting behavior stabilized or slightly decreased, and the Tr, value stabilized at
approximately 59 °C or increased from 58 °C to 60 °C. The value of AHy, decreased from 63 to 52.5]-g .
This finding can be explained by a thermodynamic mixture accompanied by exothermic interactions
created between the crystalline structure of PDVL and those of TiO, nanoparticles, in which the slide
chains are considerably reduced, leading to an increase in Tg and a decrease in the enthalpy of melting.
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Figure 3. FTIR spectra of TiO, nanoparticles, pure PDVL, and PDVL/TiO; nanocomposites with
different TiO, loadings.

Figure 4. Differential scanning calorimetry (DSC) thermal curves of pure PDVL and PDVL/TiO;
nanocomposites containing different TiO, contents taken in the heating mode with a heating rate of
20 °C-min~!.
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Table 2. Glass transition temperatures and melting points of pure PDVL and PDVL/TiO, composites

obtained at a heating rate of 20 °C-min~".

System Tg(°C)  Tm Q) AHm (-g7) Tc(CO  AH(-g7H X (%)

PDVL —63 58 63.0 26 54.3 46.3
PDVL/TiO,-1 —60 58 59.7 28 52.2 40.0
PDVL/TiO,-2 —57 58 57.4 29 51.0 34.7
PDVL/TiO,-3 —54 59 56.0 30 50.0 33.0
PDVL/TiO,-4 —49 60 53.8 31 48.2 30.0
PDVL/TiO,-5 —47 56 525 32 47.3 29.0

As is well-known for polymer composites, the crystallization temperature of the polymer
component depends on its affinity with respect to the filler, the physico-chemical properties of the two
components, and crystallization conditions [50]. The DSC thermograms of pure PDVL and PDVL/TiO,
nanocomposites recorded in the cooling mode are shown in Figure 5, and the temperatures and the
heats of crystallization that were deducted are gathered in Table 2. The DSC thermogram of pure
PDVL exhibits a crystallization temperature at 27 °C, which is slightly lower than that in the literature
(29.7-30.4 °C) [44]. However, no significant change in the T, value of PDVL is observed when the
amount of TiO, varied from 1 to 5 wt % is incorporated in the polymer matrix. On the other hand,
a relatively dramatic depression of the crystallization heat (from 54.3 to 47.3 J-g 1) is observed for the
same variation of the TiO, content.

(]
X
L .
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S
£ .
~ PDVL/TiO:-4
3
]
[ .
= PDVL/TiO2-3
L}
I
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Figure 5. DSC thermograms of pure PDVL and PDVL/TiO, hybrid materials containing different TiO,

contents taken in the cooling mode with a cooling rate of 20 °C-min~1.
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The degree of crystallinity X of pure PDVL and PDVL/TiO, systems with different TiO, contents
was determined using Equation (2) [44,51-53]:

X = W x 100 2)
where AHp, is the heat attributed to fusion of PDVL; AH}), is the enthalpy of fusion of 100% crystalline
PDVL, which is estimated at 18.8 J-g~! [54]; and wy is the weight fraction of PDVL in the composite.
The degree of crystallinity of pure PDVL and those of PDVL/TiO; nanocomposites obtained by this
method are shown in the data in Table 2. A significant decrease in X, is observed with increasing
TiO, content, revealing that the crystallinity rate of PDVL is significantly affected by this inorganic
filler, notably at 5 wt % in the composite, in which this polymer loses approximately 13% of its
crystallinity. This decrease in the crystallinity of PDVL in the nanocomposite is certainly due to the TiO,
nanoparticles being incrusted between the polymer chains, which hinders the crystallization process
and the formation of crystallites (Scheme 1). Comparable results were also obtained by Jiang et al. [55]
using the PCL/SiO, nanomaterial. On the other hand, the thermograms of the pure PDVL and
nanocomposites, realized at cooling rates ranging between 5 and 20 °C-min~! (shown in Figure 6),
revealed that for all samples, the peak of the crystallization enthalpy shifted toward lower temperatures
when the cooling rate increased. The high cooling rate prevents the motion of the macromolecular
chains from following the cooling process in time, due to the influence of heat hysteresis, and this
fact leads to a lower peak of the crystallization temperature. Therefore, the crystallization process is
facilitated by the lower cooling rate.

TiO:z aggregate
Amorphous Crystalline phase

Crystalline phase Amorphous phase

TiO2/PDVL system

Scheme 1. Suggested semi crystalline structures of pure PDVL and the PDVL/TiO, nanocomposite.

The variation in the T, value vs. the PDVL/TiO, composition at different cooling rates, plotted in
Figure 7, revealed comparable profiles which increased linearly with the TiO; content. This finding
indicates that the incorporation of TiO, nanoparticles in the PDVL matrix, ranging between 1.0
and 5.0 wt %, accelerates the crystallization process. Comparable results were also observed by
Wang et al. [56] using the PCL/TiO, nanocomposite, and this phenomenon was attributed to an effect
of heterogeneity nucleation of the nanoparticles in the polymer matrix.
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Figure 6. DSC thermal curves of pure PDVL and PDVL/TiO, hybrid systems with different TiO,

contents obtained with different cooling rates.
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3.5. Non-Isothermal Crystallization Kinetics of PDVL and PDVL/TiO; Nanocomposites

The relative degree of crystallinity Xt vs. the crystallization temperature is expressed by
Equation (3) [57]:
_Ar
= I

T/dH To / dH
ith At = — |dtand A = — |dt
Wi AT /To<dt) an /Ta(dt>

where Ay is the area under the thermograms from T =T, to T = T, and A is the total area under the
crystallization curve. Further, T, and T, are the beginning and end of crystallization temperatures
taken at the starting and finishing inflections of the crystallization peak, respectively, and H is the heat of
the process. Based on Equation (3), Xt at a specific temperature T is calculated. During non-isothermal
crystallization, the variation of the crystallization time with the crystallization temperature is given by
Equation (4):

X7 3)

(To—T)
B

where T is the temperature of crystallization at time ¢, and S is the cooling rate in degrees Celsius per
minute. The integration of the exothermic peaks during the non-isothermal crystallization process
leads to the attainment of the relative degree of crystallinity Xt as a function of temperature.

Figure 8 (on the left) shows the curves obtained for pure PDVL and the PDVL/TiO,
nanocomposite containing 3 wt % of TiO; as an example. Because crystallization is impeded, all curves
have a pattern approximating a sigmoid shape. A typical plot of X; vs. time for pure PDVL, and this
same system plotted using a combination of Equations (3) and (4), are also shown in Figure 8 (on the
right). As in the case of the plots of Xt vs. temperature, all patterns have an approximately sigmoid
profile, and their slopes at each point indicate the instantaneous rate of crystallization. As can be
seen, the rate of crystallization is almost constant between 20% and 80% of the relative crystallinity;,
because the profile of these curves in this zone is almost a straight line. At a later stage, the curves
tend to become flat due to spherulite impingement [58].

Among the many models that have been developed to study the kinetics of isothermal
crystallization, there are very few that are suitable for non-isothermal kinetics, such as those proposed
by Jeziorny [57], Ziabicki [58], and Ozawa [59]. In the present investigation, the Ozawa equation,
which is written as

t= )

1—XT—exp(—‘[I;Tn) &)

is adopted to investigate the non-isothermal crystallization of the virgin PDVL and PDVL/TiO, hybrid
nanomaterials, using 5, 10, 15, and 20 °C-min~1 cooling rates, in which this relationship is an extension
of the Avrami equation [60]:

1— Xy =exp(—kt") (6)

This equation was originally used for the conversion of isothermal crystallization to
non-isothermal crystallization, by assuming that the sample is cooled at a constant cooling rate.
The term X; represents the relative degree of crystallinity as a function of the crystallization time .
k and kt are the constants of the crystallization kinetics rate and the cooling function of non-isothermal
crystallization at a certain temperature T, respectively. Further, n and m are the isothermal Avrami and
the non-isothermal Ozawa exponents, respectively, and depend on the size of the crystal growth.  is
the cooling rate.
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Figure 8. Sigmoid plots indicating the variation of the relative crystallization degree Xt and X; for
pure PDVL and the PDVL/TiO,-3 nanocomposite versus temperature and time, respectively.

When m or # is close to 3, this value indicates a crystalline growth in bulk or in three dimensions,
whereas a value of m or n closer to 1 indicates surface growth. An intermediate n value between 1 and
3 indicates that both surface and internal crystallizations occur simultaneously [61]. Both parameters
are determined from the linearized Equation (6) as follows:

In[—In(1 — X1)] = Inky — mInp (7)

Plots of In[—In(1 — X;)] vs. In(B) of virgin PDVL and the PDVL/TiO, systems containing different
TiO; loadings are shown in Figure 9. A straight line is obtained, indicating that the Ozawa equation
(Equation (7)) perfectly describes the main process of non-isothermal crystallization of pure PDVL and
also that of the PDVL/TiO; system for all given compositions. The slope and the intercept of these
curves yields the Ozawa exponent (1) and crystallization kinetics rate (kt), respectively. The values
of m and kr of the pure polymer and composites are summarized in Table 3 and reveal that the
average value of m for pure PDVL is close to 2. This finding indicates that the crystal evolves by
growing in both dimensions, with a linear growth rate, a heterogeneous nucleation [62], and a thermal
nucleation [63]. According to Desio et al. [64], a thermal nucleation implies that the nucleation rate
does not contribute to the activation energy. However, the m values of the composites, which range
from 1.60 to 3.10, slightly increase with the crystallization temperature, which is explained by the
simultaneous appearance of two and three dimensional spherulitic growth. On the other hand, as for
pure PDVL, the kr value for each composite, of which the logarithm was between 3.38 and 7.32,
increased with increasing the T, value. These values indicate that the incorporation of a quantity of
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TiO, nanoparticles ranging from 1.0% to 5.0% by weight in the PDVL matrix only slightly modifies the
nucleation mechanism and the morphology of crystal growth.

25 2.5
- PDVL —0- 26°C - PDVL/ TiO; -1
1.5 1.5 |
0.5 05 [
0.5 05 |
-1.5 -15 |
25 25
E 1 1 1 | I
r'_'_ 1.5 2.0 2.5 3.0 1.5 2.0 2.5 3.0
3 -Ln B
=
= 2.5
PDVL/ TiO -3 | PDVL/ TiO2-5
15 |
05 [
05 [
15 F
25 |
| | 1 1 1 1
1.5 2.0 2.5 3.0 1.5 2.0 2.5 3.0
-ln B

Figure 9. Ozawa plots indicating the variation of In[In(1 — X7)] vs. In B for pure PDVL and PDVL/TiO,
systems containing 1, 3, and 5 wt % of TiO, loading.

Table 3. Ozawa parameters of virgin PDVL and PDVL/TiO, nanocomposites.

Sample T. (°C) n —Inky  Eg (kJ-mol™1)
26 1.93 5.03
27 2.00 4.93
PDVL 28 216 480 —214.10
29 2.00 3.70
26 1.60 3.48
. 27 2.00 4.15
PDVL/TiO,-1 28 212 3.67 —228.40
29 2.20 3.56
26 2.20 7.32
. 27 2.20 3.91
PDVL/TiO,-2 28 5 44 6.60 —266.05

29 2.80 542
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Table 3. Cont.

Sample T. (°C) n —Inky  Eg (kJ-mol™1)

26 2.14 5.73

. 27 2.36 5.87
PDVL/TiO,-3 28 276 6.35 —377.13

29 3.10 6.50

26 1.70 4.37

. 27 1.94 4.56
PDVL/TiO,-4 28 1.96 418 —324.13

29 2.02 4.08

26 1.66 3.32

. 27 2.04 4.76
PDVL/TiO5-5 28 220 473 —277.13

29 2.30 4.60

The half time t; , toward complete crystallization of the pure PDVL and composites plotted in
Figure 10A is deducted at 50% crystallinity of the curves of Figure 9, indicating the variation of X
vs. time. These data reveal that the values of t;/, were depressed following the same logarithmic
profile when the cooling rate increased. A similar change in t; /, was also observed by Wei et al. [65]
using PCL/TiO, nanocomposites. Indeed, the t; /5 values obtained at 5 °C-min !
2-5 times those at 20 °C-min~!, depending on the inorganic amount incorporated in the PDVL matrix.
As can be seen, the t; /; value of the sample containing 1 wt % TiO, dramatically decreased from 14.28
to 65.40 s when the cooling rate varied from 5 to 20 °C-min~!, whereas samples with TiO, content
below 2 wt % decreased with a comparable trend. Figure 10B, in which ¢;/, is presented vs. the

were approximately

TiO; content in the composite, reveals a lower dynamic of the crystallization process (t; /, maximum)
when 1 wt % of TiO, content was incorporated in the PDVL matrix, notably at the lowest cooling rate.
In contrast, t; /» reaches a minimum with 2 wt % of the filler in the composite, indicating a higher
dynamic of the crystallization process, notably using the highest cooling rate. Another slowdown of
the crystal growth, but less important, is also observed at 3—4 wt % of TiO, in the composite depending
on the cooling rate used. This finding can be explained by the fact that at relatively low TiO; loadings,
the filler cluster in the polymer matrix cannot restrict the motion of the PDVL macromolecular chains,
but acts during the non-isothermal crystallization process as a heterogeneous nucleating agent and
therefore increases the crystallization rate. However, at a higher TiO, loading, the titanium dioxide
nanoparticles cluster to form a barrier that restricts the thermal motion of the PDVL macromolecules
and therefore negatively impacts upon crystal formation. As a result, the incorporation of a large
amount of TiO; in the PDVL matrix can delay the overall crystallization process.
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Figure 10. Variation of the t;,, value of the crystallization of pure PDVL and PDVL/TiO,
nanocomposites versus (A) the cooling rate and (B) TiO, content.

3.6. Activation Energy

The activation energy of crystallization E, is generally used to indicate the crystallization ability
of polymers. Indeed, the lower the E,. value, the higher the crystallization ability. In this work,
the Kissinger equation [66] expressed below is used to estimate the E,. values of pure PDVL and its
composites:
dlin(p/T¢)

d(1/Tc)
where R and T, are the gas constant and the top of the crystallization temperature peak, respectively.
The variation of In(8/Tc?) vs. 1/T. for pure PDVL and its composites is plotted in Figure 11 and is

Eu = R (8)
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linear for all samples, and E,. is deducted from the slope of each pattern with a correlation coefficient
R? exceeding 0.996. As shown in the data of Table 3, at any composition, the crystallization activation
energy has negative values, indicating that the crystallization is an exothermic process. Furthermore,
E,c for the pure PDVL is —214.10 kJ-mol~! and was surpassed by a maximum of —324.25 kJ-mol !
when 4 wt % of TiO, was added to the PDVL polymer matrix. According to Yang et al. [67], the more
negative E, is, the more heat is released for crystallization and the more crystallization is favored.
In other words, the incorporation of 4 wt % of TiO, nanofiller in the PDVL polymer matrix greatly
facilitated the crystallization of PDVL in the composite. This fact is gradually amortized with the
addition of supplementary amounts of TiO, in the nanocomposite. In general, the increase in the
absolute value of E,. should be due to the increase in the transportability of the PDVL chains, owing to
the incorporation of TiO; in the polymer matrix. The incorporation of TiO, nanocomposite into the
PDVL matrix could have heterogeneous nucleation effects; therefore, in this situation the hindrance
effect of this load is not negligible. In the case of the incorporation of a small amount of TiO, in
the PDVL matrix, the heterogeneous effect is not obvious, while the chain mobility of the polymer
decreases even more. In addition, the absolute values of E,. of the PDVL/TiO, nanocomposites are
higher than that of pure PDVL. On the other hand, when the TiO; content in the nanocomposite
increased, its heterogeneous effect became even more important, despite the reduced mobility of the
PDVL macromolecule chains.

14.5
140 |—
135 |—
o
< o
o
= 130 |—
=
c
-
125 —
12.0 — —O— pDVL —>~ PDVL/TiO,-3
' —A— PDVL/TiOr1 —/\— PDVL/TiO-4
—@— ppvi/Tio.2 —@— POVL/TiOZ5
11.5
I I
3.20 3.25 3.30 3.35
10%T(K)

Figure 11. Kissinger plots indicating the variation of —Ln(B-T,~2) for pure PDVL and PDVL/TiO,
nanocomposites at different compositions versus the reverse of temperature.

3.7. Effective Energy Barrier

According to Vyazovkin [68], the Kissinger equation generally gives unspecified values of the
activation crystallization energy, because the dependence of the temperature on the overall flow
cannot be correctly described by a single Arrhenius graph on an extended temperature. On the other
hand, the variation of the effective activation energy of the relative crystallinity (X;) has an additional
parameter that is used to detect the change in the crystallization process that probably occurs in
processes such as polymer crystallization. This dependence was very useful for the detection and
elucidation of complicated dynamics in the polymeric materials. In this investigation, the Friedman



Crystals 2018, 8, 452 17 of 24

differential iso-conversional equation [69], as expressed below, was employed to evaluate the effective

energy barrier Ex:
ax Ex

where Ln(dX/dt) represents the logarithm of the instantaneous crystallization rate of the polymer or
composite as a function of time taken at a certain conversion X. T ; is the set of temperatures linked to
the conversion X obtained at different selected cooling rates. The index i refers to a given individual
cooling rate.

In the Friedman equation, the function of the instantaneous crystallization rate of the polymer (X})
is obtained from the integration of the measured crystallization rates, which is initially differentiated
with regard to time to obtain dX/dt. In addition, from the selection of the appropriate degree
of crystallinity, the dX/dt values at a certain conversion X are correlated to the corresponding
crystallization temperature Ty, and Ey is deducted from the slope of the linear curve presented
in Figure 12, indicating the variation of Ln(dX/dt)x; vs. the inverse of Tx. The variation in Ey of
pure PDVL and the composites vs. the obtained X; are plotted in Figure 13. As shown in these
curve profiles, the effective energy barriers of pure PDVL and PDVL/TiO; nanocomposites have
large negative values, and linearly increase with the extent of conversion and decrease in temperature.
Comparable results were also observed by Wei et al. [65] using PCL as the polymer matrix, and this
fact was attributed to the great difficulty of the polymer to crystallize as the crystallization progresses.

4.5 — 4.5
PDVL PDVL/ TiO2-1
3.5 — 3.5
—0— X1 10%
2.5 —e— Xr15% 2.5
—o— X130%
1.5 — —— X1 60% 15 —
—A— X7 80%
0.5 — 0.5 —
= T T T T T 1 T T T T T T T 1
;-1:. 3.28 3.32 3.36 3.40 3.30 3.34 3.38 3.42 3.46
% Temperature(K)?
—
4.5 — 4.5
PDVL/ TiO2-3 PDVL/ TiO2-5
3.5 3.5 4
2.5 - 2.5
1.5 — 1.5 1
0.5 0.5
| T T T 1 | T T T T T T 1
3.28 3.32 3.36 3.40 3.28 3.32 3.36 3.40

Temperature(K)*

Figure 12. Variation of the instantaneous crystallization rate dX/dt versus the reverse of temperature
for pure PDVL and PDVL/TiO, hybrid materials containing 1, 3, and 5 wt % of TiO, contents.
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Figure 13. Curves indicating the variation of the effective energy barrier Ey vs. the relative
crystallization X; for the pure PDVL and PDVL/TiO, hybrid materials containing different
TiO; contents.

In this case, during the crystallization process, the diffusion of the crystallization chain segments
during the progression of the fusion to the growth front is prevented by the rejection of the segments
of the polymer chain. Similar shapes were also obtained for polyethylene terephthalate (PET) and
polypropylene/SiO; nanocomposites [70].

Considering the data in Figure 13, it is noteworthy that the nanocomposites exhibit higher
values, indicating that the crystallization is hindered compared with that of PCL, except for the
sample containing 3 wt % of TiO,, in which the crystallization process occurs at approximately the
same or at slightly lower rates than the neat polymer. The tendency of the effective energy barrier
evaluated using the iso-conversional method perfectly agrees with that obtained by the aforementioned
Kissinger’s route.

3.8. TGA Analysis

In contrast to poly (6-caprolactone) and poly(L-lactic acid), which are linear aliphatic polyesters,
only a few investigations on the degradation behavior of PDVL have been reported [71,72]. In this
work, the thermal degradation of pure PDVL and PDVL/TiO; nanocomposites was performed by the
TGA method, and the thermograms obtained in nitrogen gas atmosphere are grouped in Figure 14.
As shown in the thermal curve of pure PDVL, only one main decomposition step, which starts at 225 °C,
is attributed to the formation of 4-pentanoic acid and carbon dioxide, similar to that observed during
the thermal decomposition of the analogous PCL [73]. The curve profiles of the composites reveal
an important shift of the onset of the decomposition of PDVL from 225 °C to 265 °C with increasing
TiO, loading, thereby indicating a significant improvement in its thermal stability. The thermograms
of the PDVL/TiO; systems also showed a second decomposition step, which started at 372 °C for
the PDVL/TiO;-1 nanocomposite containing 1 wt % of TiO, nanoparticles, and dramatically shifted
to 400 °C for that containing 5 wt % of TiO,. During this step, this material lost between 15 and
40 wt % of its weight, which was volatilized depending on the amount of nanofiller in the PDVL
matrix. An unexpected observation in the form of a second decomposition step can be seen in the
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PDVL/TiO, nanocomposite thermograms. This step started at 400—420 °C, and was completed at
420 and 475 °C depending on the amount of TiO, incorporated in the nanocomposite. During this
step, the degradation of this hybrid material slowed down, and between 5 and 35 wt % of the
material was degraded depending on its PDVL/TiO, composition. The presence of TiO, nanoparticles
in this temperature range seems to interact with the residual sample to produce new molecules.
This suggestion can also explain the increase in weight loss during this step, as the TiO; content in the
nanocomposite increases.

100 = e
80
£ 60 - PDVL
S— N\
= - — = PDVL/ TiO-1 % -\ \
2 %0 wuseenne PDVL/ TiO2-2 o '\
= 7 .- — PDVL/ TiO>-3 AN
- - — PDVL/ TiOz4 FURRA
20 - — — PDVL/ TiOz-5 "'-.‘\\- '\\
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N\ . ~ —
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Temperature (°C)

Figure 14. TGA thermograms of pure PDVL and PDVL/TiO, nanocomposites with different
TiO, contents.

The activation energy E, of the pure PDVL and PDVL/TiO; nanocomposites was estimated from
the first stage of the thermal decomposition using the integral method proposed by Broido [74]:

1 E;

Ln {Ln(l/)} = —ﬁ—I—C (10)
with Y = 21 Wer
Wo—weo

where Y represents the fraction of the sample not yet decomposed, and w,, W, and wr are the initial
weight, final weight, and the weight at a certain temperature, respectively. The variation of Ln[Ln (%) ]
versus the inverse of temperature plotted for pure PDVL and the nanocomposites in Figure 15 is linear,
thus the E; of the thermal decomposition process was deduced from the respective slopes. As can be
seen from these curve profiles, the activation energy of pure PDVL was determined as 79.0 kJ-mol !,
which is lower than that reported in the literature (101 4= 10 kJ-mol~') [73]. The activation energy
increased to reach a maximum of 103.1 kJ-mol~! when the TiO, content in the nanocomposite is
2.0 wt %, beyond which it decreased to reach a minimum of 83.1 kJ-mol~! with the PDVL/TiO,
system containing 5 wt % of TiO,. This finding indicates that the addition of a small amount of TiO,
nanoparticles to this polymer enhanced the thermal stability of PDVL, notably when the percentage
of TiO, in the composite is 2 wt %. The decrease in the E, value when the nanofiller loading the
composites increased is probably due to the lower energy required for bond scission and the unzipping
of PDVL/TiO, nanocomposites.
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Figure 15. Variation of Ln[Ln(1/Y)] versus the reverse of temperature for pure PDVL and PDVL/TiO,
nanocomposites containing different TiO, contents.

4. Conclusions

In conclusion, the principal goal of this investigation is reached. Indeed, the preparation of a
new nanocomposite material based on PDVL and TiO; nanoparticles by the solvent casting technique,
with the aim of enhancing some of their properties, was attained. Indeed, the results obtained by
DSC and XRD revealed that the TiO, nanoparticles are dispersed at the nanoscale in the polymer
matrix. The XRD analysis of the PDVL/TiO, nanocomposites indicated the non-formation of new
crystalline structures, thus proving the stability of the crystallinity of the TiO, nanoparticles in the
composite. The DSC analysis revealed that the glass transition behavior is significantly affected by
the addition of TiO, nanoparticles, and the crystallization rate of PDVL is significantly affected by the
TiO, nanoparticles. The DSC analysis used at different cooling rates indicated that the incorporation of
1.0 to 5.0 wt % of TiO, nanoparticles in the PDVL matrix accelerates the crystallization process.

The non-isothermal crystallization kinetics of the PDVL/TiO; system revealed that the
crystallization process involves a simultaneous occurrence of 2- and 3-dimensional spherulitic growth.
The incorporation of between 1.0 and 5.0 wt % of TiO, nanoparticles in the PDVL matrix does not
sensibly alter the dynamic of nucleation and the morphology of crystal growth. When relatively
small amounts of TiO, are incorporated into the PDVL matrix, the half-time values revealed that
the nonofiller cluster in the polymer matrix could not restrict the movement of the PDVL molecular
chains, but acts as a heterogeneous nucleating agent during the non-isothermal crystallization process,
and therefore accelerates this process.

The crystallization activation energy of PDVL/TiO; estimated by the Kissinger equation revealed
that the incorporation of 1 wt % of TiO, content in the polymer greatly facilitated the crystallization
of PDVL in the composite. This fact is gradually amortized with the addition of increasing amounts
of TiO; in the nanocomposite. In general, the variation of the energy barrier Ex of pure PDVL and
PDVL/TiO; nanocomposites vs. X; shows a difficulty of crystallization for this polymer. During the
crystallization process, the diffusion of the segments of the crystallization chain during the progression
of the fusion at the growth front is prevented by the rejection of the segments of the polymer chain.
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The thermal degradation analysis of PDVL/TiO, nanocomposites reveals a significant improvement in
the thermal stability of PDVL. According to the degradation activation energy obtained by the Broido
equation, the incorporation of a small TiO, amount enhanced the thermal stability of PDVL.
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