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8} 1. Time—conversion curves for the polymerization
of 1—chloro—1--octyne by MoCls—based catalysts.
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8l 2. MWD curves of poly(1—chloro—1—octyne)
obtained with MoCls—based catalysts.
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mM. ‘[EtOH] = 40 mM.
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A8 3. M, and M./M, as functions of conversion before
and after the second monomer addition in the polymeri—
zation of 1—chloro—~1—octyne by MoCls/n—Bu,Sn/EtOH.
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M, Degree of

b o
i 71 mayx Y
(g/mol)* Polymerization M/, % 0m)” Yield (%)

Polymer

Poly (DEDPM); 3640 15 121 514 (504) 98
Poly (DEDPM),y 6110 26 1.24 534 (524) 93
Poly (DEDPM),; 7520 32 1.18 548 (544) 99
Poly (DEDPM)s 8790 37 1.25 548 (544) 100

Poly (DEDPM)4y 11600 49 1.16 552 (554) 96
Poly (DEDPM)g 23200 98 1.23° 556 (574) 97

“Determined by GPC on~—line viscometry versus a polystyrene
universal calbration curve (Viscotek). “In THF or (inparen—
theses) in acetonitrile. ‘M, = 7,550 (x1,200) was obtained by
vapor pressure osmometry. A small amount of double—
molecular —weight material was observed by GPC.
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18 6. Dependence of the M, of poly(DEDPM) on the
number of equivalents of monomer added to the initiator.
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12! 8. GPC profiles of poly(DEDPM) and poly(DEDBM)
formed with MoOCl4/n—Bu,Sn/EtOH (1:1:2).

(DEDPM) 8 FHALAFH M /M, vl 47
31,0003 2.000|91em, whde) poly (DEDBM)
ol A% I ol 6,500 1.2302 wj$ FL B

A 2E2E AT ek
T @A B 0 Cold 28 ojule] 2%
o] $AHYLY, oA F WHAY ¥

30 b 2k oo (T

N oy 0 o X 9 o o

O
-

[e]
&

MNEdFo| 7tuglste] FFHCEE A
it} ojof wksle] oFFef X FE olMEYU V]
£ 7z DEDBM¢! 49 DEDPMRHE HE-s-Ado] 7
8] gomzA Me 1) 3FT (selective cy—
clopolymerization) ©] 715389, o|2{d E4o] ¥
W3t whale] 93 DEDBMSE w5 2 2233
s 7EstA e ReZ Helch

38! 9= MoOCly/n—BusSn/EtOH FuiAIE A}
§3% DEDBMS] 2 EqolM 1xt&2 AH&3 o3
A7t As) wgst FEEde| oA dFAE F-
7hehs WAl o2 A3 UekA (multistage) 2%
ol Azt uehd Rolr, o] A 64179 1ES
i DEDBM £9%& 33 FYs Holt} o 1%
oA B 4 Qe wis} ol 7} wAle FTAENS
o] AHE-SF w9 ALg-Fol] Hlwlste] RO
S7rIR e, i ST £y RAF
TEZ S FEE L S U

B 32 oy 714 FuwjE A18-¢ DEDBMS] &
d4375 ebd Zolt} (1-TrimethylsilyD) =1~

o

[

<33
=
=
=

15 T T T
10 —
3
x
5+ -
0 0 1 |
14 T T T
P e an EUUreS—
1 i B [
0 100 200 300 400

Conversion, %

8 9. Dependence of the number—average molecular
weight and polydispersity index during the multistage polym—
erization of DEDBM by MoOCl/n—Bu,Sn/EtOH (1:1:2).

B 3. Polymerization Results of DEDBM by Several
Catalysts®

Temperature Conversion

Catalyst ) %) M, (g/mol)® /447
MoOCly/n-Bu,Sn/EtOH 0 100 6200 1.13
WOCly/n~Bu,Sn/-BuOH 0 19 2000 bimodal

Schrock catalyst” 30 5 no polymer -
Schrock catalyst” 30 15 no polymer -
NbCl/n—Bu,Sn 80 86 no polymer -
NbCl; 80 41 no polymer -
TaCls/n=BusSn 80 17 no polymer -
TaCl; 80 28 no polymer  ~

“Polymerized for 24 hrs in anisole; {M] = 100 mM, [Cat] = 10 mM.
*Determined by GPC using a polystyrene calibration.
C(MO(:CHCMEZPh) (N—2,6—1‘_PI’2C(;H3) [OCMB (CF?) g] PR

‘(Mo (=CHCMe.Ph) (N-2,6~ i—Pr,CsHs) (OCMey)»).

=]

1+ ZEHAeIiw NbCls,
FH}Fo|¥E Schrock %
il 5& AREYS A, dEA dakgo] WS Ent
ohel de] mEAZF AR eksith MoOCly/n—
BuSn/EtOH ZwAlE AM&sto] O CTollX F&4A]
21 A4 HHNFEASS B3tk o]52 EtsAl
EteZn, BuLi 52 ZFwE AMgste] 22 3¢S
AEsAEd d88o) 53-81% HALLH M,/
My 1.49-1.65 ¥ 3k& BAch
ST TFAA Al AFH A DEDPM,
DEDBMI #& tjZzzdd {E49 A9, Zu|

propyne?] B[
DEDPM2] # W%t

[e} H
[$3
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38l 10. *C—NMR spectra (125 MHz) of the quaternary carbons in ring compounds and poly (DEDPM)so: (a) the
five—membered—ring model compound; (b) the six—membered—ring model compound; and the five— and
six—membered rings in poly(DEDPM)s,.
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