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FBER B B O (GPC) B R AW nF i Mo F a4, UL THF HFsh# (1.5 mL/min) , 7F
Waters-208 (#F Waters2410RI K1 25 ) X 2% | F 30 C i@, BEY 0 T8 LRI L0 A BER HE.
"H NMR 7E Bruker Aance DMX500 3% PR (500 MHz) | 25 CE, CDCL, ¥, TMS
PR
1.2 #EAFINHEE
1.2.1 H,Salen[ N, N-(3,5-di-tert-butylsalicylidene ) anilinato | & & & S M CHk[16] ik, K 8.90 ¢
(0. 038 mol)3,5- T E/AKMEE 5 2. 60 mL(0. 038 mol) AR AETC/K ZEEH A 15 min, W31 G EIA B
o R S AR HySalen YTVE =4z, /K CBEESS & 2 W, 8, BIRSEZ T, RN 92%.
'"H NMR(CDCL,) , 8: 1.47(s, 18H, t-Bu), 6.82 ~7.48(m, 7H, aromatic-H) , 8.64(s, 1H, CH=N),
13.95(s, 1H, OH).

1.2.2 A4k Schiff 5 B & H1 B9 & & S IESCHR[ 16 ] 785, #5 0. 92 mL(0. 008 mol) Y5 ALELFI 4. 60
(0. 015 mol) H,Salen 73 35¥A T 20 mL 1Bt , HidE TR Schiff G i 2212 A 21 U @ Ak skigs i
S REL R AR DUTE = A, TN o8 5 5 4k
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(5.51 ¢). '"H NMR(CDCL,), 8: 1.34 ~1.62 (-Bu 1-Bu (-Bu

(m, 36H, t-Bu), 6.75 ~7.64 (m, 14H, aro- gcheme1 Structure of bis[ N,N-(3,5-di-tert-butylsalicyli-
matic-H) , 7.92 ~8.07(m, 2H, CH=N). dene) anilinato ] titanium( IV) dichloride
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Fig.1 Influence of n(M)/n(Ti) and temperature on the polymerization of n-octylallene
catalyzed by Ti( H,Salen),Cl, complex/Al(i-Bu),
M = n-Octylallene, polymerization conditions: n( Al)/n(Ti) =50, polymerized for 16 h in bulk.
(A) Aged at 60 °C for 1 h; (B) aged at 80 °C for 1 h.
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Fig.2 Influence of reaction time on the bulk polymeriza- Fig.3 'H NMR spectrum of poly-n-octylallene

tion of n-octylallene catalyzed by Ti( H,Salen),Cl, n(M)/n(Ti) =100, n(Al)/n(Ti) =50,

complex/Al(i-Bu), aged at 80 °C for 1 h, polymerized at

Polymerization conditions: n(M)/n(Ti) =100, 80 °C for 16 h in bulk.

n(Al)/n(Ti) =50, aged at 80 °C for 1 h.
2.2 n-EEBBEREVHNRIE

n-EHRPIFR AN 'H NMR 35 B TR 3. n-E 2 B0 B AW 0 R AE 7838 B IR 8 W .
84.60~4.80(a, C=CH,), 62.78(b, CH—CH(C,H,,)—C), 6 5.02(¢, C=CH—C,H,,), §2.24
(d, CH—CH,—CH,), & 1.1 ~ 1. 6 (5 B Em st L SR T e, CH,—CH,—CH,), §0.7 ~0.9
(WidE B ERT f, CH,—CH,). W THE S aT L B s T H — A, R ER S W hEEE ™
FREEFTBATE. 7F & 2. 24 F1 2. 78 Kb Hi BRI AW F2 4% 235 F () 3 AF 068, R 05 10 9 A AR 068 %) 068 1 X L 451031
SEAGFNEE TP RDEE T A5 A8 (-1, 2-85-2,3-) BY LB 29 50+ 50, BE 5 E A9 Y S ARORSE 1 L A gk — 2 A
.

GPC MIE 25 L UL 1El 4, F B Ti( H,Salen),Cl,/
AlL(i-Bu), KRG n-2F MG R G W) o 5006 5y
fi, M, =1.1x10°, MWD =1.77.

Zi FRFk, Ti(H,Salen),ClL/Al(i-Bu), &2
n-EREBKER AN RIFMHAIKR, £ (M)/
n(Ti) =100, n(Al)/n(Ti) =50, BRALEFE] 1h, FR L
’ﬂ{,@fﬁ&fiﬁjﬁ]ﬁi@j\] 30 OC, Z]K{ZIK%%% 16 h %ﬁ: 635 60 355 3:;M-‘Ih\ 40 35 30
T, TSRS REH 100% , 0T & MW =1.1 Fig.4 GPC spectrum of poly-n-octylallene
% 1()5’ MWD =1.77, 1,2 B AT AT 1A 3| n(M)/n(Ti) =100, n(Al)/n(Ti) =50, aged at 80 C
50% 1) n-FHEBIGRGY).

for 1 h, polymerized at 80 °C for 16 h in bulk.
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Polymerization of n-Octylallene Catalyzed by
Titanium Schiff-base Complex

ZHU Wei-Wei, NI Xu-Feng”, SHEN Zhi-Quan "

(Key Laboratory of Macromolecule Synthesis and Functionalization of Ministry of Education,
Institute of Polymer Science, Zhejiang University, Hangzhou 310027, China)

Abstract A titanium Schiff-base complex having two phenoxy-imine chelate ligands combined with
Al(i-Bu), has high catalytic performance for the polymerization of n-octylallene. The complex
[ Ti(Salen),Cl, ] was synthesized with high yield by reacting the Schiff-base ligand with TiCl, in n-hexane.
The optimum reaction conditions for the polymerization are;: n(M)/n(Ti) =100, n(Al)/n(Ti) =50, aged at
80 °C for 1 h, polymerized at 80 °C for 16 h in bulk, and the poly-n-octylallene obtained has 100% yield,
MW =1.1x10°, MWD =1.77 and 50% 1,2-polymerized units.
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