Polymer Bulletin 40, 729—-734 (1998) Polymer BuIIetin

0 Springer-Verlag 1998

Preliminary investigations on polymerization catalysts
composed of lanthanocene and methylaluminoxane *

Ligiang Cui, Xiaowei Ba, Hongxiang Teng, Laigiang Ying, Kechang Li, Yingtai Jin**

Changchun Irtgute of Applied Chemistry, Chinese Academy of Sciences,
Changchun 130022, P. R. China

Received: 16 December 1997/Revised version: 17 March 1998/Accepted: 24 March 1998
Summary

The polymerization of butadiene(Bd), isoprene(lp) and styrene(St) has been examined
using the six catalyst systems composed of lanthanocengl ,CEENCI(1),
(CH.Cp),SMCI(I1), (MeCp)SmOATr'(lll), (Ind),NdCI(IV), Me,Si(Ind),NdCI(V) and
(Flu),NdCI(VI1), and methylaluminoxane(MAQ) respectively.

All of them can be used to form the polyisoprene with molecular weights of 1 to 10
thousand and cis-1,4-unit contents of 41 to 4{1% (1) and (Ill) of them can be also
used to form the polybutadiene with molecular weights of 10 to 20 thousand and cis-
1,4-unit contents of 62 to 78%. In atidn, the catalysts fron{ll) to (V) are still

active for St polymerization and (1) of them givesyadio -rich random polystyrene.

It is noteworthy that (II) and (11l) are active for hopolymerization of Bd, Ip and St

in the same polymerization condition.

(Keywords: lanthanocene; methylaluminoxane; polymerization; butadiene; isoprene;
styrene.)

Introduction

In recent years, metallocene polymerization catalysts have developed with great
rapidity, some of which have been realized commercially. The study on these
catalysts was mainly focused on the late transition metals of group of IVB and VB.
However, the study on the early traien metals of 111B goup was laid emphasis on
either noncyclopentadienyl rare earth compound/methylaluminoxane (MAO) systems
[1] or cyclopentadienyl rare earth compound/non-MAO systems [2] or
cyclopentadienyl rare earth compound only[3]. Recently, some papers [4] and patents
[4] have published the findings of olefin polymerization with lanthanocene and MAO
system. But the results of conjugated diene polymerization and styrene have not been
reported with lanthanocene/MAO systems.
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In this work, effects of valence state, Ln/Al molar ratio and polymerization

temperature on the catalytic activity, molecular weight, and stereoregularity in the
homopolymerizations of butadiene (Bd), isoprene(lp), and styrene(St) are reported
with six new catalyst systems composed of six lanthanocenes and MAO respectively.

Experimental

Materials

The methods for purifying Bd (Beng Yanshan Petroleum Chemical Company, CP),
Ip (Research Institute of Jilin Chemical Compa CP) and St (Bpng 25952
Chemical Plant, AR) were carried out according to ref [5]. The methods for purifying
toluene (Beijing Chemical Plant, AR) and tetrahydrofuran ijii@g Yili Fine
Chemical limited compay, AR) were the same as before [6] The major agents of
trimethylaluminum (Aldrich Chemical Co. Inc., > 97%), bicyclopentadiene (Merck-
Schuchardt Co., 93%), indene (Fluka Chemi AG, 90-95%), fluorene (Fluka Chemi
AG, > 99%) were purified in accordance with following concerned reference before
use.

Synthesis of MAO and lanthanocene

MAO, (CH.,Cp),LnCl[bis(cyclopentylcyclopentadienyl)lanthanide chloride, Ln=
Nd(l) and Sm(ll), CH,= cyclopentyl, Cp= cyclopentadienyl], (MeC8in Oar'(lll)
[bis(methylcyclopentadienyl)-2,6-tert-butyl-4-methyl-phenoxy. samarium],
(Ind),NdCI(IV) [bis(indyl)neodymium chloride] and M®i(Ind)NdCI(V)[ansa-
dimethylsityl-bis(indyl)neodymium chloride] were synthesized according to ref. [7],
[8], [9], [10] and [11] respectively. Synthesis method of (NdCI(VI)
[bis(fluorenyl)neodymium chloride] will be presented in other paper.

Polymerization
All operations were conducted under argon (99.999%). Polymerization were carried
out as ref. [12].

Measurements
Intrinsic viscosities of PBd(pgbutadiene), Plp(polyisoprene) and PSt(polystyrene)
were determined in toluene at 30°C using an NC-Z viscometer and molecular weight
of the polymers was calculated by following formula:

PBd: [1]=3.24x107 M ,]*"

Plp: [n]=1.93x107 M ,]°*

PSt: h]=1.20x107 M ,]°"
The microstructure of PBd was determined on BIO-RAD FTS-7 type IR
spectrophotometer, usinglmh on KBr discs[6]. The microstructrue of Plp was
determined with a unty-400 spectrometer. Chemical shifts of the polymer were
referenced to tetramethylsilane added as the interior standard using chlorpf@sm-d
solvent [12]. Besides NMR spectra, the tacticity of PSt was recorded using
differential scanning calorimetry (Perkin-Elmer TAS-7type)[6].
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Results and discussion
Bd polymerization with lanthanocene/MAO as catalyst

The findings of Bd Polymerization with three catalyst systems composed of
lanthanocenes (I, Il and IIl) and MAO respectively are listed in Tab 1. All three
appeared considerable polymerization activity. Higher polymerization temperature
and Al/Ln molar ratio is necessary to obtain higher activities a®rmaene/MAO
system. It is noteworthy that using two-valence larithanocene (lll) as catalysts can also
produce predominantly cis-1,4- unit structure polymer. Another significant result is
that molecular structure of the polymer had very clear changes after cyclopentadienyl
ligand was introduced to rare earth compound. The three systems-contained MAO as
cocatalyst can be used to form the PBd with molecular weight of only 10 to 20
thousand and cis-1,4-unit contents of 62 to 78%. When the systems contgihad R
cocatalyst, either polymers were hardly soluble in toluene or no polymer was
obtained. But the PBd arised from K;CO),Nd/MAO system contained cis-1,4-

unit contents of 95% and molecular weight of 140 thousand [1]. The reason of the
decrease in cis-1,4-unit contents is probably the bigger steric hindrance of
substitutionary cyclopentadienyl than that oHQCO,-, because at least one of the
three CH,CO- groups in the former is alkylated and any one of the
cyclopentadienyl groups in the later can not be alkylated by the MAO according to
general conception, so it is unfavourable to 1,3-inserting of Bd monomer[13~15].

Table 1 Results of butadiene polymerization with some lanthanocene catalysts

Cocatalyst Temp., Activity in Microstructure, %
Lanthanocene compd. Type Al/Ln* C gPBd/gLn 10° M, cis-1,4 trans-1,4 1,2- gel.%
(CsHyCp).NdCI(Y) Me; Al 30 50 347 - - - - 98.5
Me; Al 100 50 555 - - - - 945
MAO 53 20 0 - - - - -
MAO 1000 50 277 1.73 753 220 2.7 1.1
MAO 1000 80 832 1.81 729 229 51 3.2
(CsHyCp)>SmCI(II) Me;Al" 30 50 332 - - - - 96.9
MAO 38 20 0 - - - - -
MAO 1000 50 306 1.49 726 168 10.6 3.7
(MeCp),Sm OAF(ID)  R;AI° 30 50 0 - - - - -
MAO 1000 50 492 141 784 17.6 4.0 14
MAO 200 80 0 - - - - -
MAO 500 80 120 1.81 61.6 256 128 3.9
MAO 1000 80 638 0.77 71.9 18.0 10.1 5.1

Polymerization condition: [Bd]=1.85M, {Ln|=2.54x10™ M, polymerization time:20 h, * in molar ratio, * [Ln|=
5.0x10° M, © [Sm|=5.0x10"* M, R=Me,Et and i-Bu, CsHy=cyclopentyl, Cp=cyclo-
pentadienyl, OAr'=

t-Bu

—(}—i: :>—Me
~Bu

The six catalyst systems composed of lanthanocenes from | to IV and MAO
respectively had polymerization activity as listed in Tab 2. The influence of
polymerization temperature and Al/Lnh molar ratio on activity are analogous to the
results of Bd polymerization. In the same polymerization itmrd the increasing

Ip polymerization
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order of the catalyst activities of latter three systems was VI<IV<&taBse of
lacking structure data of some lanthanocenes, further discussion is not made. Two-
valence lanthanocene(lll) had also considerable activity. Compared tithe-a
mentioned molecular structure of PBd, molecular weight is much smaller( 1 to 10
thousands) and cis- 1,4- unit contents much lower( 41 to 47%). The reason that cis-
1,4-unit contents of Plp are much lower than that of PBd is possibly steric hindrance
of methyl group in Ip molecule which results in much unfavor for 1,3-inserting.

St polymerization

Tab 3 gives an indication that (MeCpjn OAr'(lll) or MAO alone has no activity,
while Ill and MAO together has activity for St polymerizati It indicated that rare
earth compound and MAO formed active center together. The catalystiestiof
latter three systems decreased in the following order: VI>IV>V which tuned out
contrary to Ip polymerization results with these systems.

Table 2 Results of isoprene polymerization with some lanthanocene catalysts

Cocatalyst Temp., Activity in Microstructure, %
Lanthanocene compound Type Al/Ln C gPlp/gLn 10> M , cis-14- trans-1,4-  34-
(CsH,Cp),NdCI(I) Me;, A" 100 20 0 - - - -
Et;Al° 10 50 0 - - - -
MAO 360 20 0 - - - -
MAO 360 50 92 - - - -
MAO 1000 50 265 148 46.9 35.9 17.2
MAO 200 80 0 - - - -
MAO 1000 80 402 2,02 - - -
(CsHsCp),SmCKIL) EGAF 10 50 0 B . . -
MAO 100 20 0 - - - -
MAO 1000 50 78 10.20 40.8 42.8 15.0
MAO 200 80 0 - - -
MAO 1000 80 59 1.55 - - -
(MeCp),Sm-OAr'(Ill)  EGAI 10 50 0 - - - -
MAO 1000 50 311 222 44.6 31.0 244
MAO 1000 80 492 1.08 42.7 34.5 22.8
(Ind),NdCI(IV) MAO® 1000 50 62 B - . -
Me;Si(Ind),NdCI(V) MAO" 1000 50 143 - - - -
(Flu),NdCI(VI) MAO" 1000 50 8 - - - -

Polymerization condition: [Ip}=1.5 M, polym. time:20h,* [Ln]|=5.0x10" M, " [Nd}=2.8x10* M

Table 3 Results of styrene polymerization with some lanthanocene catalysts

Al/Ln, Temp., Activity in

Catalyst component molar ratio T g PSt/g Ln 10 M 4
(MeCp),Sm-OAr'* - 50 0 -
MAO - 50 0 -
(MeCp),Sm-OAr' /MAO 400 50 67 125
(MeCp):Sm-OAr' /MAO 800 50 111 9.2
(MeCp),Sm-OAF' */MAO 1000 80 1554 222
(CsHyCp).SmCI"’/MAO 1000 80 708 20.9
(Ind);NdCI'’/MAO 1000 50 125 -
Me,Si(Ind),NdCI'/MAO 1000 50 11 -
(Flu),NdCI*/MAO 1000 50 155 -

Polymerization condition: [St|=2.8 M, polym. time:20h, * [Sm]=9.0x10"* M, ® [Sm]=2.0x10"* M,
¢ INd]=2.8x10" M

A sample with the highest polymerization activity in Tab 3 and random PSt were
selected for DSC analyses (Figure 1). The former had two absorptions of heat peak at
86.3 °C and 262.0C, but the latter only had one peak at°®4 Generally
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considering, miéing points of isotactic and syndiotactic PSt were *21@nd 276C
respectively. The melting point of sample selected approached that of syndiotactic
PSt. To further prove thisi{C-NMR analysis was used to determine the chemical
shifts of a-C, on aromatic group [16]. As shown in Fig 2, the chemical shifts at
145.6ppm(rrrr), 146.5ppmimmm) etc. appeared in thE€-NMR spectrum. So this
sample was considered a syndio-rich random polystyrene. It is noteworthy that
lanthanocene of Il or Il initiated haopolymerizations of Bd, Ip and St under the
same polymerization condition. Because the copolymerizations of these monomers
each other are probable of realization.
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Conclusion

The catalyst systems of cyclopentadienyl group and MAO introduced is a significant
work in rare earth coordination polymerization domain. The catalyst systems
composed of lanthanocene |, I, Ill, and MAO respectively can be used to form the
polybutadiene with molecular weights of 10 to 20 thousand and cis-1,4-unit contents
of 62 to 78%, six lanthanocenes from | to IV with MAO respectively to form the
polyisoprene with molecular weights of 1 to 10 thousand and cis-1,4-unit contents of
41 to 47% and lanthanocenes from Il to V were still active for St polymerization and
gave a syndio-rich random polystyrene. Lanthanocenes Illagdn polymerize Bd,

Ip and St under the same polymerization ¢oons.

Despite some findings had been obtained through the intensive investigation, further
work in the domain is still needed in order to bettiederstand the mechanistic
features, increase the catalyst efficiency and realize copolymerization of St/Bd or
St/Bd/lp.
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