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Summary —  The activity of a MgCl2(THF)2/M A O /C p 2ZrCl2/M A O  catalyst 
was studied in copolymerization of ethylene with 1-hexene in relation to 
Al:Zr mole ratio (1500— 7000 at 50°C), experimental temperature (20—70°C), 
and time (20—90 min at 50°C; 10—55 min at 65°C). As the temperature and 
the ALZr ratio were increased, the activity of the catalyst rose. At the same 
time, the degree of incorporation of 1-hexene into the polymer chain in
creased and the M, melting point and crystallinity of the copolymer de
creased. The catalyst was stable throughout the copolymerization. The pro
cess rate and copolymer properties were not affected by copolymerization 
time.
Key words: copolymerization of ethylene with 1-hexene, supported 
zirconocene catalyst, catalyst activity, copolymerization conditions, copoly
mer properties.

Nowadays studies on olefin polymerization and co
polymerization have been centered around metallocene 
catalysts. Metallocenes are attractive because they are 
very active and make it possible, by tailoring the coor
dination environment of the metal center, to control the 
molecular weight (M) and its distribution (MWD), co
monomer incorporation and polymer stereochemistry
[1]. The effect of metallocene structure on catalyst per
formance in ethylene polymerization and copolymeriza
tion and the catalyst copolymerization reactivity and co
polymer properties have been extensively studied 
[2— 19]. Other group of studies deal with the heteroge- 
nization of a soluble metallocene catalyst on a solid 
support and describe the character of supported cata
lysts in the polymerization and copolymerization of ole
fins [20—30]. Nevertheless, the literature data on the 
parameters of polymerization and copolymerization 
carried out over supported metallocene catalysts as well 
as on their influence on product properties are limited.

Previously we studied the influence of immobiliza
tion of a homogeneous Cp2ZrCl2/M A O  catalyst on the 
magnesium dichloride complex with tetrahydrofuran 
on the behavior of the resulting heterogeneous catalyst 
in the synthesis of ethylene/1 -olefin copolymers. An

choring the Cp2ZrCl2 compound on the magnesium 
support was found to yield an effective system for co
polymerization of ethylene with 1-hexene. The effect of 
modification of the magnesium support by the organo- 
aluminum compound (MAO, Me3Al, and Et2AlCl) on the 
activity and reactivity of the supported catalyst as well 
as the properties of the copolymers obtained were also 
investigated. The modification of the support by an orga- 
noaluminum compound as well as the kind of the com
pound used as a modifier were found to affect the activi
ty of the catalyst system. The MAO-pretreated support 
allowed to increase the activity of this catalyst system. 
The modified support increased also the copolymer mo
lecular weight and intermolecular heterogeneity distribu
tion. However, incorporation of the comonomer into the 
polymer chain and some other properties of the copoly
mer like molecular weight, melting point, and crystallini
ty, were not affected by the type of the modifier.

Beside the catalytic system, copolymerization produc
tivity and the microstructure and properties of copoly
mers are also dependent on copolymerization parame
ters [31]. Therefore, we tried to establish a correlation 
between the parameters of the process and the proper
ties of the product obtained.
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This paper gives a further insight into the behavior of 
the zirconocene catalyst supported on the MgCl2(THF)2 
carrier modified with methylaluminoxane in the co
polymerization of ethylene with 1-hexene. We described 
the activity of this system and the properties of the co
polymers obtained under various conditions of copoly
merization. The copolymerization parameters evaluated 
included the Al:Zr mole ratio, time and temperature of 
the process.

EXPERIMENTAL

Materials

1-Hexene (Aldrich) and toluene (POCh) were purified 
by refluxing over sodium metal. Cp2ZrCl2 (Fluka) and 
MAO (Witco's 10% solution in toluene) were used wi
thout further purification. Further materials were used 
as described previously [32, 33].

Catalyst preparation and copolymerization

MgCl2(THF)2 was stirred with MAO in toluene solu
tion for 1 h at an A l/M g  1:1 mole ratio to modify the 
support. The supported zirconocene catalyst precursors 
were prepared by ball-milling the modified 
MgCl2(THF)2 with Cp2ZrCl2 (M g/Zr = 10) in a slurry 
(toluene) at room temperature for 24 h. The supported 
catalyst had been activated with MAO (A l/Z r = 4000) 
before comonomer and ethylene were introduced as a 
reaction feed. The ethylene/1 -hexene copolymerization 
procedures were as described previously [32, 33].

Characterization of copolymers

Copolymer compositions were determined by the IR 
method [34] by using a Philips PU 9800 FT-IR spec
trophotometer. The melting temperatures and crystalli
nity of the polymers were measured with a ТА Instru
ments 2010 DSC calorimeter. Molecular weights of the 
polymers were determined by gel permeation chroma
tography (GPC) with a Waters model 150-C instrument; 
details of measuring the copolymer characteristics were 
published previously [32, 33].

RESULTS AND DISCUSSION

Effect of Al:Zr mole ratio

In general, the mole ratio of the cocatalyst (MAO) to 
the catalyst has a significant impact on the catalytic pro
perties of metallocene catalysts. It is known that a very 
large quantity of MAO is necessary to achieve a high 
polymerization activity of homogeneous metallocene 
catalysts [35]. Figure 1 shows the activity of immobili
zed catalyst as a function of the Al:Zr ratio. The catalyst
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Fig. 2. The activity o f MgCl2(THF)2/MAO/Cp2ZrCl2/MAO 
catalyst in ethylene,/1-hexene copolymerization in relation to 
Al:Zr mole ratio in the catalytic system; copolymerization 
conditions: cZr = 5 • 10'6 mol/dm3, T = 5(TC, pEI = 0.5 MPa, 
ci-hexene = 0.432 mol/dm3, t = 30 min

activity in the copolymerization process increased as the 
Al:Zr ratio was increased. A similar trend has been re
ported for the homopolymerization of ethylene over a 
MgCl2-supported catalyst [36]. In the case of a 
Si02-supported metallocene catalyst [37], polymeriza
tion activity increased as the Al:Zr ratio was raised up 
to 2000. Ratios up to 5000 did not result in a significant 
increase in catalyst activity.

Modification of the support with MAO appears to 
have eliminated the organoaluminum cocatalyst. Ho
wever, the present study shows the activity of the cata
lytic system with no cocatalyst to be insufficient and to 
be increased by using an activator such as MAO cocata
lyst in excess. The MAO adsorbed on the support sur
face is likely to transform the zirconocene into a "ca
tion-like" species but an organoaluminum activator is 
necessary to deactivate trace impurities from the 
solvent, comonomer, and mainly from ethylene which is 
introduced in a continuous way to the reaction feed.

Table 1 shows the effect of cocatalyst concentration on 
copolymer properties. Incorporation of the comonomer 
is seen to increase but slightly as the A:Zr mole ratio 
was increased from 1500 to 5000. As the Al:Zr ratio was

T a b l e  1. The effect of Al:Zr mole ratio on properties of co
polymers. Catalyst: MgCI2(THF)2/MAO/Cp2ZrCl2/MAO, copolymeri
zation conditions: cZr = 5 • 10'6 mol/dm3, T = 50°C, pE1 = 0.5 MPa, 
ci-hexene = 0.432 mol/dm3, t = 30 min

Al:Zr
Comonomer 
incorporation 

% mol

Melting po
int, °C

Crystallini
ty, %

Bulik densi
ty, g /dm 3

1500 4.11 120.05 41.2 100
2000 3.83 120.08 47.2 —
3000 4.15 119.08 41.6 117
4000 4.36 118.04 44.3 133
5000 4.58 118.05 44.1 119
6000 6.04 113.01 47.5 295
7000 6.54 114.06 38.9 317
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further increased still bigger changes occurred in the in
corporation of the comonomer. At the same time, the 
melting point of the copolymer decreased.

Effect of copolymerization temperature

Temperature is known [38] to affect the olefin copoly
merization processes run in the presence of homogene
ous metallocene catalysts, viz., catalyst activity, como
nomer incorporation, polymerization kinetic profile, 
melting point, molecular weight, and polydispersity of 
polyolefins, etc. In propylene polymerization [22], chan
ges in activity, molecular weight, isotacticity and poly
mer bulk density were found to be more moderate with 
a supported catalyst than those observed for a solution 
(homogeneous) catalyst.

In the presence of homogeneous zirconocene systems 
the rate of ethylene polymerization reaches a maximum 
value in the range of 45—50°C and decreases as the 
temperature is further increased [39]. On the other 
hand, Meshkova et al. [40] have shown the rate of ethy
lene polymerization in toluene over the Et[Ind]2ZrCl2 
catalyst supported on the zeolite modified by TMA to 
increase over the temperature range 34— 73°C. The ac
tivity of the MgCl2-supported zirconocene catalyst also 
increases as temperature is increased from 50 to 70°C. 
However, beyond 70°C, the activity decreases [36]. The 
Si02-supported zirconocene catalyst has exhibited a ma
ximum activity also at 60°C [37].

The influence of the ethylene/1 -hexene copolymeri
zation temperature in the range from 20 to 70°C on the 
activity of the MgCl2(THF)2/M A O /C p 2ZrCl2/M A O  ca
talyst is presented in Fig. 2. The catalyst activity is seen 
to increase as the temperature is raised. The support 
surface seems to stabilize the active species and, as a 
consequence, supported metallocene catalysts achieve 
higher polymerization activities at higher temperatures 
than do homogeneous catalysts. The present results al
lowed to evaluate the activation energy of ethyle- 
ne/l-hexene copolymerization as 45.25 kj/m ol.
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Fig. 2. The activity of MgCl2(THF)2/MAO/Cp2ZrCl2/MAO 
catalyst in ethylene/l-hexene copolymerization in relation to 
copolymerization temperature; copolymerization conditions: 
cZr = 5 ■ 10'6 mol/dm3, AUZr = 4000, t = 60 min, pEl = 0.5 
MPa, c , = 0.432 mol/dm3

The properties of the copolymers prepared over the 
supported catalyst are presented in Table 2 as a function

T a b l e  2. The effect of polymerization temperature on proper
ties of copolymers. Catalyst: MgCl2(THF)2/MAO/Cp2ZrCl2/MAO, co
polymerization conditions: cZr = 5 • Iff6 mol/dm3, Al:Zr = 4000, t = 60 
min, pE1 = 0.5 MPa, c ,.,^ ^  = 0.432 mol/dm3

Tempe
ra hare 

°C

Comono
mer incor
poration 
% mol

Melting
point

°C

Crystal
linity, % M w м,ум„

Bulik
density
g /dm 3

20 2.641 122.22 36.1 65 600 4.27 —

30 3.081 120.89 40.0 55 400 4.85 —
40 2.765 121.48 44.7 47 700 4.68 —

50 3.322 122.09 52.9 31100 — 98
60 3.907 121.12 55.8 21 000 5.44 124
70 4.780 119.53 51.1 14 900 4.33 269

of copolymerization temperature. Comonomer incorpo
ration is seen to increase as the temperature is raised, 
presumably on account of the ethylene concentration 
varying with temperature. The molecular weight of co
polymers also strongly depends upon the polymeriza
tion temperatures, decreasing drastically as the tempe
rature was increased. A similar tendency occurs for the 
melting point. However, the present data show crystal
linity to be inversely related to polymerization tempera
ture.

Effect of copolymerization time

Some homogeneous metallocene catalysts are known 
to significantly lose their activity in the course of poly
merization reaction [35]. To characterize the stability of 
the present zirconocene catalyst, the copolymer produc
tivity was studied in relation to copolymerization time 
(Fig.' 3). Within the time range tested, the catalyst was

Fig. 3. The activity of MgCl2(THF)2/MAO/Cp2ZrCl2/MAO 
catalyst in ethylene/l-hexene copolymerization in relation to 
copolymerization time: 1 —  copolymerization temperature 
5C/C, 2 —  65°C; copolymerization conditions: cZr = 5 ■ 10'6 
mol/dm3, Al:Zr = 4000, pEI = 0.5 MPa, cUiexe„e = 0.432 
mol/dm3
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stable independently from the temperature applied. 
This tendency seems to be common to supported zirco- 
nocene catalysts, especially magnesium-supported. In 
ethylene polymerization the MgCl2-supported zircono- 
cene catalyst [36] has shown a high activity and a long 
life not only at 70°C but also at temperatures as high as 
100°C in xylene as solvent.

Table 3 shows the comonomer incorporation and se
lected properties of the copolymers in relation to co
polymerization time. All are seen to be only slightly 
affected.

T a b l e  3. The effect of polymerization time on properties of co
polymers. Catalyst: MgCl2(THF)2/MAO/Cp2ZrCl2/MAO, copolymeri
zation conditions: cZr = 5 • 10‘6 mol/dm3, Al:Zr = 4000, pE, = 0.5 MPa,
C,-hexene = 0-432 mol/dm3

Tempe
rature,

°C

Como
nomer 

incorpo
ration, 
% mol

Polyme
rization

time,
min

Melting 
point, °C

Crystal
linity, % M . М „/М „

50 5.15 20 122.8 42.4 15 700 3.55
4.49 30 121.07 49.9 16 700 4.99
4.29 40 121.23 50.7 16 600 3.88
4.59 50 120.59 51.9 15 300 5.43
4.39 65 121.04 54.7 14 600 4.74
4.11 90 121.58 55.4 19 300 5.49

65 7.24 10 119.36 41.9 — —

5.89 20 117.68 46.6 — —
— 35 117.55 47.4 — —
— 40 116.14 41.7 — —

5.53 50 118.65 46.2 — —
— 55 118.77 49.3 — —

CONCLUSIONS

Both the catalyst activity and copolymer properties 
were found to depend considerably on copolymeriza
tion conditions. The activity of the catalyst increased as 
the temperature and Al:Zr mole ratio were increased. 
At the same time, the 1-hexene incorporation into the 
polymer chain rose whereas the molecular weight, mel
ting point and crystallinity of the copolymers decre
ased. The catalyst investigated is stable in the course of 
copolymerization time. The process rate and copolymer 
properties do not depend on the copolymerization time. 
The bulk density of copolymers beneficially increases as 
the comonomer incorporation is raised (Tables 1 and 2).

REFERENCES

1. Coates G. W.: Chem. Rev. 2000,100,1223.
2. Alt H. G., Koppl A.: Chem. Rev. 2000,100,1205.
3. Lehmus P., Kokko E., Harkki O., Leino R., Luttik- 

hedde H. J. G., Nasman J. H., Seppiila J. V.: Macro
molecules 1999, 32, 3547.

4. Fischer D., Jiingling S., Schneider M. J., Suhm J., 
Miilhaupt R.: in "Mettallocene-based Polyolefins", 
[Eds. Scheirs J., Kaminsky W.], Wiley Series in 
Polymer Science 2000, v. 1, p. 103.

5. Uozumi T., Soga K.: Macromol. Chem. 1992, 193, 
823.

6. Quijada R., Galland G. B., Mauler R. S.: Macromol. 
Chem. Rhys. 1996,197, 3099.

7. Karol F. J., Kao S.-Ch., Wasserman E. P., Brady R.
C.: New }. Chem. 1997, 21, 797.

8. Kaminsky W.: Polimery 1997, 42, 587.
9. Bravaya N. M., Dzhabieva Z. M., Maryin V. P., 

Strelets V. V.: Polimery 1997, 42, 591.
10. Aladyshev A. M., Tsvetkova V. I., Nedorezova P.

M., Optov V. A., Ladygina T. A., Savinov D. V., 
Borzov M. V., Krut'ko D. P., Lemenovskii D. A.: 
Polimery 1997, 42, 595.

11. Nedorezova M., Tsvetkova V. L, Savinov D. V., 
Dubnikova I. L., Bravaya N. M., Borzov M. V., 
Krut'ko D. P.: Polimery 1997, 42, 599.

12. Rudolph S., Giesemann J., Kressler J., Menke T. J., 
Henge H., Arends P.: }. Appl. Pol. Sci. 1999, 74, 
439.

13. Yano A., Hasegawa S., Kaneko T., Sone M., Sato
M. , Akimoto A.: Macromol. Chem. Phys. 1999, 200, 
1542.

14. Khukanova О. M., Babkina O. N., Rishina L. A., 
Nedorezova P. M., Bravaya N. M.: Polimery 2000,
45, 328.

15. Nedorezova M., Tsvetkova V. L, Aladyshev A. M., 
Savinov D. V., Dubnikova I. L., Optov V. A., Le
menovskii D. A.: Polimery 2000, 45, 333.

16. Quijada R., Rojas R., Guevara J., Narvaez A., Del- 
fin D., de Galland G. B.: Polimery 2000, 45, 339.

17. Ewen J. A.: in: "Metallocene-based Polyolefins", 
[Eds. Scheirs J., Kaminsky W.], Wiley Series in 
Polymer Science 2000, v. 1, p. 3.

18. Panin A. N., Babkina O. N., Bravaya N. N.: Polime
ry 2001, 46, 44.

19. Ushakova T. M., Meskhova I. N., Grinev V. G., La
dygina T. A., Novokshonova L. A.: Polimery 2001,
46, 252.

20. Lee D. -H., Yoon K. -B.: Macromol. Rapid. Commun.
1997,18, 427.

21. Mori H., Ohnishi K., Terano M.: Macromol. Chem. 
Phys. 1999, 200, 2320.

22. Hlatky G. G.: Chem. Rev. 2000,100,1347.
23. Lee B. Y., Oh J. S.: Macromolecules 2000, 33, 3194.
24. Chu K., -J., Soares J. В. P., Penlidis A.: ]. Polym. 

Sci., Part A, Polymer Chem. 2000, 38, 462.
25. Tait P. L, Monteiro M. G. K., Yang M., Richardson 

L, Ediati R.: Polimery 2000, 45, 314.
26. Nowakowska M., Ochędzan-Siodłak W., Kordow- 

ska M.: Polimery 2000, 45, 323.
27. Ferreira M. L., Damiani D. E.: Macromol. Chem. 

Phys. 2001, 202, 694.
28. Echevskaya L. G., Zakharov V. A., Semikolenova

N. V., Mikenas T. B.: Polimery 2001, 46, 40.



POLIMERY 2002, 47, nr 1 63

29. Kovaleva N. Yu., Ushakova T. M., Gavrilov Yu.
A., Krasheninnikov V. G., Ladygina T. A., 
Novokshonova L. A., Leipunskii I. O., Zhigach A.
N., Kuskov M. L.: Polimery 2001, 46, 257.

30. Kovaleva N. Yu., Ushakova T. M., Gul'tseva N. 
M., Ladygina T. A., Novokshonova L. A.: Polimery 
2001, 46, 529.

31. Baumhardt-Neto R., Galland G. B., Mauler R. S., 
Quijada R.: Polym. Bull. 1998, 40,103.

32. Białek M., Czaja К.: Polimery 2000, 45, 293.
33. Białek M., Czaja К.: Polymer 2000, 41, 7899.
34. Sudoł M., Czaja К., Białek М.: Polimery 2000, 45, 

405.
35. Chien J. C. W.: Topics in Catalysis 1999, 7, 23.

36. Sensarma S., Sivaram S.: Macromol. Chem. Phys. 
1999, 200, 323.

37. Zimnoch dos Santos J. H., Barbarosa da Rosa M., 
Krug C., Stedile F. C., Haag M. C., Dupont J., Forte 
M. C.: }. Polym. Sci., Part A, Polymer Chem. 1999, 
37,1987.

38. Olabisi O., Atiqullah M.: J. M. S. -Rev. Macromol. 
Chem. Phys. 1997, C37, 519.

39. Giannetti E., Nicolletti G. M., Mazzochi R.: /. 
Polym. Sci., Part A, Polym. Chem. 1985, 23, 21.

40. Meshkova I. N., Ushakova T. M., Ladygina T. A., 
Kovaleva N. Yu., Novokshonova L. A.: Polym. 
Bull. 2000, 44, 461.

Received 3 IX 2001.

KALENDARZ IMPREZ

22—25 marca 2002 r. Zurich, Szwajcaria. „European 
Thermoforming Conference 2002".

Organizator: Society of Plastics Engineers (SPE), Ther
moforming Division, Antwerpen, Belgium.

Informacje: SPE-European Member Bureau, Bistkapel- 
lei 44, BE-2180 Antwerpen, Belgium. Mrs. Yetty Pau- 
wels, tel.: +32 3 541 77 55/fax: +32 3 541 84 25; 
e-mail:spe-europe@pi.be.

27—29 maja 2002 r. Lyon-Villeurbanne, Francja. Sym
pozjum europejskie ,,7th European Symposium on 
Polymer Blends".

Organizator: Centre Nationale de la Recherche Scienti- 
fique, Laboratoire des Materiaux Macromoleculaires, Lyon.

Tematyka: termodynamika mieszania, zmiany morfo
logii podczas mieszania i przetwarzania, środki kompa- 
tybilizujące, mieszanie reaktywne, materiały, zależność 
struktura-właściwości, nowe kierunki rozwoju, strategie 
i zastosowania przemysłowe mieszanin.

Informacje: Secreatariat 7th European Symposium on 
Polymer Blends, Laboratoire des Materiaux Macromo
leculaires, Bat. Jules Verne, INSA Lyon; 20 Avenue Al
bert Einstein, 69621 Villeurbanne Cedex, France. Fax: 
33(0) 4 72 43 85 27, e-mail: polymerblends@insa-lyon.fr; 
h ttp :// www.insa-ly on .fr /  polymerblends /  index .htm.

27—31 maja 2002 r. Dniepropietrowsk, Ukraina. „The 
Second Ukrainian-Polish Conference —  Polymers for 
Special Applications".

Organizatorzy: Department of Plastics Materials Pro
cessing and Photo-polygraphic Materials Technology of

Ukrainian State Chemical-Technology University, D n e
propetrovsk, Ukraina + Department of Polymer Chemi
stry of Radom Technical University, Radom, Polska.

Informacje: Dr Jerzy Borycki, Radom Technical 
University, tel.: +48-48-361 75 61, 361 75 70, fax: 
+48-48-361 75 68, e-mail: borycki@kinx.man.radom.pl + 
Dr. Tatiyana Hohlova, Dniepropetrovsk, Gagarina Av. 8, 
Department of Plastic Materials Processing; e-mail: 
polymer@dicht.dp .ua.

3— 7 czerwca 2002 r. Paryż, Francja. „EUROOLAST 
2002 — 12 th International Exhibition of Plastics, Rub
ber and Composite Materials".

Organizator: Reed Exhibition Companies, Reed Exhi
bitions France, Paris przy współpracy promotorów: 
ACDI (Association of Manufacturers, Distributora and 
Importers of Equipment for the Plastic Materials Indu
stry), AFIM (French Association of Mould, Model and 
Mock-up Makers), AFICEP (The French Association of 
Rubber Syndicate).

Prezentacje: surowce i układy rozdzielcze, maszyny 
przetwórcze, formy i narzędzia, urządzenia peryferyjne, 
jednostki centralne, aparatura i urządzenia do badań la
boratoryjnych i inne.

Uzupełnienie wystawy stanowią konferencje i refera
ty w poszczególnych sektorach.

Informacje: „Europlast 2002", Reed Exhibitions Fran
ce: 70, rue Rivay, F-925 32 Levallois Cedex, France. Tek: 
+33 01 55 21 34 38, fax: +33 01 55 21 34 29, e-mail: step- 
hanielauretti@reedexpo.fr; http:/ /www.europlast-pa-
ris.com + http://plastibase.com.

mailto:spe-europe@pi.be
mailto:polymerblends@insa-lyon.fr
http://www.insa-ly
mailto:borycki@kinx.man.radom.pl
mailto:polymer@dicht.dp
mailto:step-hanielauretti@reedexpo.fr
mailto:step-hanielauretti@reedexpo.fr
http://plastibase.com

