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Abstract. Commercia clay was chemically treated with
aluminum alkyl to prepare a Ziegler-Natta pro-catalyst
containing MgCl, and clay (as inert support) for the
synthesis of polypropylene nanocomposites by in situ
polymerization technique. The performance of this
catalyst was compared with a reference one (catalyst
prepared without clay), as well as with another one,
composition of which presents the same clay content,
without  prior  chemical  treatment.  Propylene
polymerizations were performed varying the amount of
external donor in the reaction medium in order to evaluate
the response of catalysts toward increase in isospecificity.
Properties of the polymeric materials obtained employing
those catalysts were also compared. The results showed a
marked reduction in activity of both bisupported cataysts
in comparison with that of the reference system, and a
dight reduction in polypropylene melting temperature.
The melt flow index of polymers obtained with the treated
clay was notably higher than those synthesized with the
untreated clay. Therefore, the treated clay caused the
production of PP with a lower molar mass. On the other
hand, the clays showed an increase of the d-spacing and
irregular stacking of the lamellas in the bisupported
catalyst and also in the produced PP/clay nanocomposites,
especially when using the chemically treated clay.

Keywords: nanocomposite; polypropylene; clay treat-
ment; in situ polymerization; bissuported catalyst.

1. Introduction

There is a growing interest in the preparation of
polymer-layered silicate nanocomposites, especially based
on polyalefins, using in situ polymerization method. This
technique has an undeniable advantage, since it allows
circumventing problems related to incompatibility
between polyolefin and hydrophilic nancfillers. To
improve the affinity of clay and polyolefins, long chain

alkyl-ammonium surfactants have been used to modify
smectite type clays such as montmorillonite (MMT). It
was found that the thermal degradation of such alkyl-
ammonium interlayer cation at high processing
temperatures not only accelerates the aging and decom-
position of polyolefins but also leads to the restacking of
the silicate layers. Therefore, the in situ technique also
prevents the degradation of the polymer matrix that can
occur when using the melt intercalation method, which
requires high shear forcesin the extrusion [1].

Polyolefin is one of the most interesting polymer
families to be considered for benefiting with the
production of nanocomposites because of the possibility
of vastly broadening its applications [2]. Among the
polyolefins, polypropylene (PP) is a plastic with high
performance and cost-benefit, and their tenacity, Y oung's
modulus and barrier properties are expected to be
improved when loaded with a nancfiller. Therefore, its
application could be extended in the automotive and
packaging aress, as a substitute for engineering plastics
with high performance [3-7].

In fact, in situ polymerization has been recently
considered as the most suitable method for clay
exfoliation during the synthesis of polyolefin
nanocomposites [8-10]. In this approach, the active sites
of the catalyst for olefin polymerization must be
introduced in the clay galleries and by polymerization of
the monomer between the clay layers, the silicate will
exfoliate and disperse uniformly in the polymer matrix.

However, the production of polypropylene/clay
nanocomposites (PPCNC) via intercalative poly-
merization has been found only in few articles, mostly
employing single-site catalysts [11-14]. Studies using
Ziegler-Natta heterogeneous catalysts with clay based on
MgCI,/TiCl, are rather limited. Aihua He and coworkers
[6] reported about the synthesis of highly exfoliated
polypropylene/clay nanocompasites with improvementsin
both tensile strength and toughness by TiCl,/MgCl/imi-
dazolium-modified montmorillonite catalysts. Through
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this approach, they affirmed that in stu propylene
polymerization has actually taken place between the
silicate layers and led not only to PP with a high
isotacticity and molecular weight, but also to a highly
exfoliated structure even at high clay content levels (as
high as 19 wt %).

Ramazani et al. [15] reported about the use of ZN
catalyst based on bisupported MgCl./MMT catalyst to
prepare PP/clay nanocomposites. Montmorillonite was
used as an inert support and reinforcement agent. The
authors employed sodium-MMT and Mg(OEt), precursor
with different weight ratios for the preparation of the
catalysts. Obtained results showed that the silica layers of
MMT in these PPNCs were intercalated, partialy
exfoliated, and uniformly dispersed in the polypropylene
matrix. Moreover, DSC analysis showed increase in
melting and crystallization temperature, and reduction in
crystallinity of prepared nanocomposites.

Non-modified smectite type clay (bentonite) was
also used to prepare bi-supported Ziegler-Natta catalyst of
TiClJ/Mg(OEt) /clay [16]. Exfoliated PPNCs were
obtained by in dtu intercalative polymerization of
propylene. X-ray diffraction (XRD) patterns and
transmission electron microscopy (TEM) micrograph
were used to assess the clay morphology and dispersion of
clay. The thermomechanical properties of prepared
nanocomposites were considerably improved by
introducing small amount of clay, which indicated that the
clay must be significantly intercalated or exfoliated in the
prepared nanocomposites.

In the present study, commercial clay was
chemically treated by aluminum alkyl and mixed with
MgCl, to prepare Ziegler-Natta (ZN) catalyst containing
internal electron donor (ID). The performance of this
catalyst was compared with a reference one without clay
addition, and also with another catalyst with unmodified
clay, prepared likewise. The influence of the amount of
ED in the polymerization medium was also eval uated.

2. Experimental

2.1. Materials

High purity N» (W. Martins, 99.9% purity) and
propylene (Rio Polimeros) were further purified prior to
use after sequentially passing them through the columns
containing 3A molecular sieves and copper catalyst
columns. Hexane (Petroflex), used as a solvent for
polymerization and catalyst preparation, were treated with
molecular seves and bubbled with nitrogen before use.
Titanium tetrachloride (Aldrich) was didtilled under
nitrogen. The employed clay was a commercial sodium
clay Argel 55 (Bentonit Uniao Nordeste Ind. e Com.
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Ltda). All the other materials were used as received:
MgCl, (Toho, Japan), triethylaluminium (Aldrich), butyl
phthalate (Aldrich, > 95% purity), dimethoxy-
diphenylsilane (ToKyo Kase Kogyo Co.), hydrochloric
acid (Vetec Quimica Fina, PA), hydrogen peroxide (Vetec
Quimica), boric acid (Montedison Farmacéutica), and
phosphoric acid (Vetec Quimica).

2.2. Clay Treatment

Commercial sodium clay was introduced in a
vessel, under nitrogen atmosphere and triethylaluminium
10% solution, used as a treatment agent, was added
dropwise with gentle agitation. After two hours, this clay
was washed with hexane, followed by drying at 393 K.

2.3. Catalyst Preparation

The air-sensitive substances were manipulated
under an inert atmosphere of dry nitrogen. In the
preparation of the first catalyst (Catalyst 1, without clay),
anhydrous magnesium chloride and butyl phthalate
(internal electron donor) were placed in a ceramic
grinding jar and ball milled at 30 rpm for 30 h, using
30 balls with 10 mm diameter. The ground product was
transferred to a Schlenk flask and heated with TiCl,
(30 ml) for 2 hat 383 K, followed by washing with hexane.
The type and concentration of internal eectron donor were
varied. Also using the milled mixture of MgCl, and butyl
phthalate, two other catalysts were prepared containing 20
wt % in day: Catalyst 2 using the untrested commercia
clay and, Catalyst 3 using the treasted clay. The titanium
content of the catdysts was measured using the
conventional calorimetry method, using a wavelength of
405 nm (Turner SP-870 UV-Vis spectrophotometer).

2.4. Polymerization

Propylene polymerization was carried out in a
Biichi reactor (Brooks-5850D) equipped with a
mechanical stirrer, connected to a thermostatic system.
Hexane (100 ml) was used as a diluent. The amount of
triethylaluminium used in all the polymerizations was
125 M in relation to 1 g of the supported catalyst. The
concentration of external electron donor (dimethoxy-
diphenylsilane) in the system was varied. Reactor
temperature and pressure were maintained constant at
343K and 200 kPa for 1 h. The polymerizations were
guenched with 5 % HCI in ethanol solution. The polymers
obtained were filtered, washed and dried under vacuum at
323K to constant weight. Clay content was caculated
considering the polymerization yield and the amount of
clay in the polymerization introduced by the bisupported
catalyst.



Influence of Chemical Treatment on Sodium Clay for Obtaining Polypropylene Nanocomposites 435

2.5. Polymer Characterization

Differential scanning calorimetry (TA Instruments,
DSC model Q 1000) was conducted under nitrogen at-
mosphere to determine the melting and crystallization tem-
peratures (T, and T¢) of the synthesized polymers, and their
crystaline degree (X.) by measuring the melting enthal py
of the material a the second heating. Correction was
applied considering the weight fraction of the filler in the
composite. Thus, about 10 mg samples were heated from
room temperature to 453 K using a heating rate of 10°/min.

The equipment Dynisco Polymer Test LMI 4000,
was used for measuring the melt flow index (MFI) values
of the produced PP. The analysis was conducted using the
method based on ASTM D-1238 at 503K for a melting
time of 240 sec.

In order to observe the variation of the clay
interlayer space in the prepared catalysts, as well asin the
materials obtained in the polymerizations, wide angle
X-ray diffractometry (XRD) was performed on samples
with a Rigaku Miniflex equipment at a potential
difference of 30 kV and electric current of 15 mA. The
scan was performed in the range of 2 g from 2° to 30°,
with goniometer speed 0.05 °/min. The radiation used was
that of Cuk, with A = 1.5418 A.

The thermal degradation behavior was sudied
using a thermogravimetric analyzer (TGA) from TA
Instruments (Q-500) at a heating rate of 10 °/minto 973 K
under nitrogen flow. The isotactic index (l.1.) of the
produced polypropylene was determined from the insolub-

le fraction in boiling heptane. The extraction was
performed for 8 h using a Soxhlet extractor.

3. Results and Discussion

Table 1 shows the results obtained by polymeri-
zation carried out with the prepared catalysts, as well as
the characterization of cataysts in terms of titanium
content. Polypropylenes were synthesized with those
catalysts at increasing amounts of external donor (ED) in
the reaction medium in order to observe if the catalysts
respond to ED aiming the increase of polymer isotacticity.

Catalyst 2 (with unmodified clay) presented the
increased amount of titanium in comparison with that of
the reference catalyst, while catalyst 3 (with auminum
alkyl-modified clay) has decreased titanium content. The
increased value was probably due to the fixation of high
amounts of Ti in the hydroxyl groups of the untreated
clay, athough it is well known that the obtained Si-O-
TiCl3 sites in the clay platdets surface will not act as an
active polymerization catalyst after introduction of TEA
in the reaction medium as a cocatalyst [17]. Actualy, the
catalyst activity was low despite the higher Ti content of
catalyst 2. On the other hand, the prior aluminum alkyl
treatment performed on the clay has decreased the Ti
content in the catalyst, meaning that this clay was inert for
the fixation of TiCl,. In fact, we have performed an
impregnation of this clay directly with TiCl, and the
amount of Ti fixed in this material was less than 0.5 wt %.
Therefore, in the bisupported Ziegler-Natta catalyst
MgCl, is the actual active support for TiCl,.

Tablel
Results of polymerization yield and the char acter ization analysis
of catalystsand the obtained polypr opylenes
Polymer
Sample | vyidd, g/g T K T, K X*,% | Clay,% | I.I.*,%
of catalyst
PP1-A 57 429 395 43 - 56
Cadyst 1 - ppi.B 68 436 400 48 - o4
24 V% %ot Tpp1C 141 436 307 57 - 98
PP1-D 107 435 398 41 - 93
PP2-A 13 427 392 35 6 56
Loy 2 | ProB 17 432 | 398 47 5 85
' Ti PP2-C 18 431 394 44 4 82
PP2-D 14 433 399 55 6 87
PP3-A 17 431 395 29 5 51
AAySS | praB 11 430 | 3% 46 7 81
' Ti PP3-C 12 431 398 52 7 78
PP3-D 13 431 396 51 6 86




436

When catalyst 1 was employed, an enhance in
activity with increasing amounts of external donor was
observed, reaching a maximum when the concentration of
ED was 0.25 mol/l. Similar behavior occurred in relation
to the values of polymer T, and X, i.e., higher values
were obtained at this ED concentration. These behaviors
are due to the fact that the external dectron donor
provides the increase of the catalyst stereospecificity, by
selective poisoning of aspecific centers, with a consequent
increase in the crystalline arrangement of the isotactic PP
chains. Excess of ED has decreased polymer yield
because of the competition of ED and monomer to the
active Sites.

Table 1 also shows that the addition of commercial
clay leadsto a great decrease in activity for catalysts 2 and
3 when compared with catalyst 1. This may be due to the
confinement of the active sitesin the interlayer of the clay
at the beginning of polymerization. The melting
temperatures of the PPs produced in this series were
generally dightly lower than those of the series produced
without clay. However, with the addition of higher
concentration of external donor (0.50 mal/l), Ty, and X, of
the PPs products increased sharply. Without ED in the
reaction medium the synthesized PP presented much
lower thermal properties, i.e., lower index of isotacticity.
Clay content incorporated in the produced polymers was
similar in all reactions with the use of catalysts 2 and 3.

Polymer yields achieved in the reactions with
catalyst 3, which employed pre-treated clay, seem to be
dightly lower than those of catalyst 2. However, in the
absence of external donor, both the catalyst activity and
the T, of PP werealso rather higher.

Fig. 1 shows the influence of chemical treatment of
clay in the polymer melt flow index (MF), where it can
be seen that the PPs obtained with catalyst 2 (prepared
with untreated clay) have lower MFI than those
synthesized from catalyst 3 (with treated clay).

It can be also noted that a each increase in the
amount of external donor in the polymerization medium,
the PPs presented lower MFI, although for the
polypropylenes of series 2 this reduction was more
discreet than for those synthesized with catalyst 3.
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Since the MFI is a parameter inversely proportional
to the polymer molecular weight, therefore the polymers
obtained with higher external donor content have higher
molecular weight and the PPs produced with catalyst 2
(untreated clay) have also higher molecular weight than
those obtained with the catalyst 3, as shown in Fig. 1.
Possibly, the chemical agent used in the clay treatment
and employed in the preparation of catalys 3, have
promoted more chain transfer reactions, thus reducing the
molecular weight of PPs synthesized inthis series.

Fig. 2 shows the results of X-ray diffraction
analysis (XRD) for the employed commercial clay before
and after chemical treatment, as well as the diffractograms
of their respective catalysts. In Fig. 2a, the characteristic
diffraction peak of the commercial clay is located at 2q
equal to 7.7°, and after chemical treatment, it has suffered
a sharp enlargement. This diffraction peak corresponds to
the clay interlamellar spacing, and in Fig. 2b it can be
clearly noticed that the chemical treatment has enlarged its
basal spacing. This means that the clay lamellas have
irregular stacking, with different interlamellar spaces,
favoring the inclusion of catalyst components in these
spaces. It can be also observed that the main peak was
shifted to higher angles, meaning that part of the
d-spacing has become smaller than that of the original
clay, probably due to the dehydration of the clay.

Fig. 1. Influence of the clay treatment and the concentration of
electron donor on MFI of the synthesized polypropylenes

Fig. 2. Results of XRD of commercial clay before and after chemical trestment and catalysts
prepared with these clays: 0-30° (&) and 0-10° (b)
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Fig. 3. Results of XRD of PPs obtained from their respective catalysts, commercia clay:
untreated (a) and after chemical treatment (b)

Fig. 4. XRD diffractograms of the PP/clay: untreated (&) and after chemical treatment (b)

Table2
Thermogravimetric analysis of obtained materials
Catalyst Sample Tonset: K Trex K Trex Tonsas K | Residueat 973 K, %
PP1-A 629 665 36 0.7
PP1-B 622 665 43 0.6
Catalyst 1 PP1-C 617 663 46 0.0
PP1-D 634 675 41 0.4
PP2-A 699 716 17 51
PP2-B 650 711 61 6.7
Catalyst 2 PP2-C 611 669 58 47
PP2-D 604 664 60 5.7
PP3-A 609 672 63 49
PP3-B 631 674 43 6.1
Catalyst 3 PP3-C 705 727 22 6.2
PP3-D 578 632 54 9.7

Therefore, the diffractions showed in both
bisupported catalysts (catalysts 2 and 3) were extremely
enlarged in this angular region, with maximum intensity
angles much lower than that of the original clay. This
indicates that the catalyst components have been inserted
in the clay interlamellar spaces.

During the polymerization with catayst 2, the
chains of polypropylene were synthesized in the clay
interlayer space. This can be noticed with the shift of the
peak from the original clay basal angle to lower angles
(Fig. 3a). Therefore, except for PP obtained without the
addition of ED, i.e, with low isotacticity, the material
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formed is possibly an intercalated polypropylene
nanocomposite. On the other hand, for PP3, obtained with
the catalyst containing the treated clay, the increase of ED
concentration has broadened the peak corresponding to
the galleries distance of the clay, which is an indicative of
abroad distribution of interlayer distances.

Regarding to the crystalline form of PPs
synthesized with both prepared catalysts (Fig. 4), it is
possible to observe the mainly monoclinic o-phase
diffractions at 20 = 13.9°; 16.8°; 18.4° and 21.1° + 21.8°,
corresponding respectively to the planes (110), (040),
(130) and (041) + (111). It seems that some imperfect y-
PP crystals (Fig. 4a) at 26 = 15.1° (plane 113) and 20.3°
(117) coexists with the majority a-form PP [18] when
prepared with the untreated clay catalyst.

Table 2 presents the results of thermogravimetric
analyses of the polypropylene/clay nanocomposites.

The residues after heating to 973K correspond
approximately to the amount of clay in the composite, as
calculated in Table 1. Moreover, an increase in the
degradation temperature can be noticed for the PP/clay
obtained with both bisupported catalysts in comparison
with the PPs produced with the reference catalyst. A
reduction of the difference between Toax Tonset WaS
observed, indicating a sharp degradation profile, which is
typical for nanocomposites.

4. Conclusions

In this work, polypropylene/clay nanocomposites
have been synthesized by in stu polymerization using
Ziegler-Natta catalysts based on MgCly/clay-TiCl,
employing sodium clay and akyl-auminum pretreated
clay. The effect of external donor concentration in the
polymerization medium was eval uated using each catalyst.

It can be inferred, according to the MFI results, that
the polymers synthesized with the catalyst 3 (containing
treated clay) have lower molecular weight than those
produced from catalyst 2 (untreated clay).

X-ray diffractometry revealed that it was possible
to insert the catalyst components in the clay lamellae,
especially with the chemically treated clay, since the
diffraction peak characteristic of the clay have shifted to
smaller angles and became broader. Some y-PP crydtals
were also observed in the materials produced with the
catalyst containing nontreated clay. Moreover, an increase
in the thermal stability of polypropylene/clay was noticed
when compared with the PPs obtained with the reference
catalyst.

In the presence of ED in the reaction medium the
isospecificity of the catalysts with clay has increased in a
similar behavior as the catalyst without clay, although 1.1.
islower in these former catalysts.
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BILJIUB XIMIYHOI'O OBPOBJIEHHSA HATPIEBOI
I'/IMHU HA OTPUMAHHSI ITOJIITPOIIIJIEHOBHUX
HAHOKOMIIO3UTIB

Anomauia. Ilpomuciosy enumy 6yno Ximiuno o06pobOieHo
anKinanominiem O0na npueomysanHs npo-kamanizamopa Luenepa-
Hamma, wo micmums MgCly i 2nuny (sx inepmuuii Hociit), Onst cun-
me3y NnoninponiieHo6uUx HaHOKOMNO3UMIG GHACIIOOK NOAIMepUusayii
in stu. Ilposedeno nopigHsanHs e@hexmusHOCIi CUHME308AHO20
Kamanizamopa 3 emanonHum (kamanizamopa 6e3 2nuniL), a MaKoiC
3 KAManizamopom, AKutl MiCIUms 2IuHy, aie He NPoUuo8 XiMiyHo-
20 0bpobnenns. /s oyiH08anHs peakyii kamanizamopie Ha 30i1b-
wienHst 130cneyuiku npoeeoeHo NONMEPU3AYII0 NPONLIEHY, 3MIHIO-
oYU KIIbKICMb 306HIUWHIX OOHOPI8 8 DeaKkyitinomy cepedosuuyi.
3pobneno nopisnAHHA GraCMUBOCEl NOMIMEPHUX Mamepianis,
OMpUMAaHUX NpU 3acMOCyBanui yux kamanizamopie. Bcmanoeneno
NOMImHe 3HUNCEHHS AKMUBHOCTE 000X Kamanizamopia Ha 6i-Hocii' y
NOPIGHAHHI 3 eMANOHHOI CUCMEMOI0, 1 HeBeNUKe 3HUNCEHHS
memnepamypu niasnenns noninponineny (II). Ioxazano, wo
NOKA3HUK ~ NAUHHOCMI  pO3NNAGY NONMEpI6, OMPUMAHUX Npu
00po06NeHHi 2nuHY, NOMIMHO SUWUIl Y NOPIGHAHHI 3 NONiMepamu,
CUHME308AHUMU 34 O0NOMO20t0 HeoOpobaenoi enunu. [loxazano,
w0 06pobIeHHs 2NUHU NPU3800UMs 00 odepxcanus 1111 3 nudcuoro
monexysproio macor. Tokazano 36invuenns d-eiocmani i nepezy-
JISIPHO20 YKNAOAHHA NAACMUHOK 6 Kamanizamopi Ha Oi-Hocii, a
maxodic 6 odepaicanux nanoxkomnozumax Illlenuna, ocobnugo npu
BUKOPUCTNANHT XIMIUHO 0OPOOIEHOT 2nUHU.

Knrwuosi cnosa. nanoxomnosum, noninponinet, 06podnenus
2nuHu, nonimepuzayis in Stu, kamanizamop na Oi-HOCIi.



