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'H-NMR A JED PMX-60SI # JEOL TX-90Q @ MxE . A FRAMBEEE 135C
TLREEARM, A AVIO0 SN ENNE . MWD H GPCHEUREZB iz
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HRANME, ABEENR 10~20C/min, ZREHLNR X% = AHF/ AHF® X 100% +F
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2.1 CgHs(CH;),S108i{CH, ), CsHs B & 3R

¥ 250 mL Schlenk BRI F, ¥ 13.83 g(0. 1 mol){CH, )3 SiCGHs & T 100 mL THF,
OCF,ZHMA 62.5 mL{0.1 mol,1.6 mol/L)M T R/ CHMM, W HZE 0T, BB
31 9.79 mL{0.05 mol) CHCH, ),SIOSIH{CH, ),ClL, FEE B 3h. HEAS NHCBH
ZEH, KA Z BRI H (20 mL X 2), SE VLS 3, LK NaySO, TR, BR £ A, WE
F8, B b p. 116~ 120T /39.9Pa 18, MR H BAME, M 55%, FOCHERBHN
Y B . 'H-NMR (60MHz, CCL): 86.70(m ), 6.57(m ), 3. 10 (m ) (total 8H), 0.24
{5, 6H},0.16(s, 6H), 0.08(s, 18H).
2.2 SRR AB

7= 100mL Schlenk FWESHH 2.50g(11. 4mmol) CpTiCh # 15m LTHF, 0C T&#
fiA 5. 7mmol 485 K4k i — €8 3L THF B, B #E 2h, BH 8h, R XMW M, A 25mL
CH,ChL, 338, TR B CH,CL MR, ZHBH PR, SR KA ZBER R
X2 mL), BELABIE A B RSN 2% 52%.
2.3 BN ABNER

bR A:m.p.183~5T, ANAL . caled. for CoqH30CLOSE, Tiy : €, 45.90% ;H, 4.81%.
Found:C, 45.51% ; H, 4. 82% . 'H-NMR (90MHz, CDCl;): 8: = 6. 90( ¢, 4H), 6. 56 (m,
14H),0.36(s, 12H).

4L B:m. p. 153~5C . ANAL. caled. for CyqHueCliOsig Tip :C, 46.65% ;H, 6.00% .
Found: C, 46.47%; H, 5. 66%. 'H-NMR (90MHz, CDCh }: 8 = 7. 09 (m, 6H}, 6. 56(d,
10H),0.32(d, 12H),0.24(s, 18H).
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Table 1 Polymerization activities at different temperatures

Temperature('C ) 10 50 40 30 20 0
CatA(10° gPE/mol Ti/h) 1.38 1.62 4.85 - 2.64 0.50
CatB{ 10° gPE/mol Ti/ h) 1.37 3.85 3.94 4.48 5.88 6.16

Cpa TiCL{ 10° gPE/ mol Ti/ h) 22.2

Polymeriutjon conditions; Cat A [Tl] :26.9 u II](]VL, A]/Ti: 1858
Cat B:[Ti]:50.0 gz mol/L, Al/ Ti; 100

W31 FILLE &, MR A &0, 1LH A, B i Cp, TiC, iE# BB £ . i L35 H
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R LT BREWHN S FRERBE. X T — K. Stepph 1 Jungling 84 T — 4 45
WRRICL AR RA, BRANS TRESSBREE LRSS 51 55 0 48 2 5
EH . EXE NG T FH RN KRT b F BSR4 4 & FESMHEER, &

Tuble 2 Influence of polymerization
temperature on molecular weight( M)

Temperature T 70 50 40 30 20 0
Cet A(10%g/mol) 1.21 12.0 12.6 16.3 -  23.9
Cat B{10*g/mol) 0.84 9.78 10.4 11.1 30.6 59.0
Cp, TiCL (10*g/mol) 371.9
Polymerization conditions; Cat A: [Ti]:26.% u mol/L, Al/Ti: 1858

Cat B:[Til:50.0 4 mol/L, Al/Ti: 1000

Table 3 Property of polyethylene polymerized by various catalysts

Cat A B Cpa TiCl;
Ta{T) 137 132 137
Crystallinity{ % ) 72 48 85
MWD 956 9.65 3.6

Polymerization conditions: Tp= 40T
Cat A:[Ti]:26.9 » mol/L, Al/Ti; 1858
Cat B: [Ti]:50.0 2 mol/L, Al/Ti: 1000
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DISILOXANE BRIDGED BINUCLEAR TITANOCENE
CATALYSTS FOR ETHYLENE POLYMERIZATION

FENG Ru, SU Liming, HE Dawei
{ Institute of Chemistry, Chinese Academsy of Sciences, Beijing 1060088}
WANG Baiquan, TIAN Gonglu, XU Shansheng, ZHOU Xiuzhong
{ Department of Chemistry, Nankai University, Tianpin 300071}

Abstract  Two tetramethyldisiloxanediyl bridged binuclear titanocenes CL,CpTiCp +
(CH;),;Si0Si(CH, ), Cp * TiCpCL(Cp * = substituted cyclopendienyl, R=H in catalyst A,
R=S&i{CH,); in catalyst B} have been synthesized by the reacting dilithium salts of Cp »
(CH,);Si081{CH; };Cp * with CpTiCl; in the yields of 42% and 51% respectively. Their
catalysis behavior for the polymerization of ethylene under different condidons were
investigated, and compared with mononuclear metallocene, cyclopentadienyl-titanium
dichloride. The result showed tha: these two catalysts have a middle activity for ethylene
polymerization. The MWD of the polyethylene were rather wide and the highest molecular
weight was as high as 3.9 % 10°g/mol. Furthermore, catalyst B exhibited unexpected
temperature dependence for ethylene polymerization.
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