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Table 2

entry  cat t(h) yield of PPC+ PPC/CPC  HT (%) kuq M, M,/M,
CPC (%) (grmol H!®
1t 1 1 23 98/2 95 43(S) 21,300 1.13
2 2a 2 23 98/2 72 1.1(R) 10,800 1.13
30 2a 25 99 99/1 68 n.d. 23,300 1.14
4 2b 5 22 99/1 85 1.8(S) 10,600 1.13
5 2b 78 84 99/1 86 n.d. 39,800 1.16
6! 2b 48 99 99/1 83 n.d. 21,400 1.13
7 2¢ 8 30 99/1 81 1.0(R) 11,900 1.15
8 3 7 26 99/1 86 2.1(5) 13,600 1.12
9lel 3 96 98 99/1 81 n.d. 22,900 1.16
10 4 9 23 98/2 93 4.4 (S) 6,500 1.12
11 4 96 96 98 /2 89 n.d. 13,800 1.15

[a] PPNCI (0.014 mmol) was added. [b] PO (0.5 mL, 7.2 mmol), DME (0.5 mL), complex
(0.007 mmol) was used. [c] PO (1.0 mL, 14.3 mmol), DME (1.0 mL), complex (0.014 mmol)
was used. [d] Determined on the basis of "H NMR spectroscopy of the crude product by

using phenanthrene as an

internal standard. [e]

Determined by size-exclusion

chromatography analysis using a polystyrene standard.

P L EROBRFED AN ML 2 HTE b %
tert-Bu JBEIZEE L, BBFED/XTALIZT U F
= AFEEEA LA 4 25 LTz (entry
10), ZDORER, ko DIEIT 4.4 & 1 LRIFIZ
720 (entry 10). 7D, ZOfZ W5
LE ) v —iEaR A 96%E T RIFTh ., BRIk
B4 CPC oAERRIE 2% 2z BTz
(entry 11),
OAc

_N\\C‘O/N_
/0\
Bu oac €
y-N
/!
3
S S
BzFs0 BzF 40
L@

PER 34 EHNTHRELNLERY ~—1F, U
TOXS RS E LD, $5E 1 ZHWEGE
WX — =) o F A~ —ERAYITHY
AENTEAT IR, £ v—lEfgr B
HTEMNTER, 2a TIEE /<~ —ifixiiRix
10095 FTETFONTZNSKEERKDX
BN ot ZHUCK L, 304 OBEAIT
X, 9., —FHFoxFroFA~v—nEn o F
N, W TH Y — Dz F o FAh~v—nEy
ZENDHEAN, T ~—HHER 100%E T
1TL7Z, ZTORR, 2k TOfBETIXERK
TERMWOTEAT VAT IV hARY <
— % BT A ENTET Figure 1),

(2
Srich Backbitirﬁ Starts
523 e P
6 b i 6 ::ol:r(l:lalion
(b) )
PP P 99 @
QOO0 0000
(C)S-Iich

P99 929 . 9 @
© O ~ 000 000
R-rich

Figure 1. Synthesis of Stereogradient copolymer
(¢). (a) Sterocontrolled but not completed
copolymer  obtained  with 1. (b)
Non-stereocontrolled but completed copolymer
obtained with 2a. (c) Stereocontrolled and
completed copolymer obtained with 4.
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Table 3. Copolymerization of Propylene Sulfide with CS, by Using [PPN]CI/Complex 3

system?
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Cl t

'Bu Bu
PS/ initiator/  yield of Mo o MM
b . -1 wi
e cs, catalyst  1+2 (%)° 12" (g chI ) ¢
1 11 [PPNICI 16 37/63 11,600 1.4
2 1/1 Bu,NClI 5 42/58 nd* nd*
3 11  [PPN]CI/3 60 80/20 20,300 1.4
4 105 [PPN]CI/3 44 48/52 11,000 1.6
5 1/07  [PPN]CI/3 52 71/29 15400 1.6
6 12  [PPN]CI/3 53 88/12 18200 1.4
7 12 [PPN]CI/3 90 92/8 42,600 1.3

“Reaction conditions: PS (10 mmol), [PPN]CI or BuyNCI (0.20 mol%), [complex 3 (0.20 mol%)],

CS, at 25 °C for 5 h.
dodecane as an internal standard.
polystyrene standard. “not determined.
used.
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