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Pd/(R)-P—P H
[Si]/y\ + N (10 mol %) [Sil—,
Br base, 15h NN
1a-c 5m-o 6 H
SiMe;
o}
OO <
PPh, PPh, o PPh,
PPh, O PPh, o O PPh,
OO (R)-binap O (R)-tms-binap (0 (R)-segphos
SiMe;
entry diene  H-Nu base (R)-P-P temp. yield %e.e.c
1 5 (°C) (%)° (config)?
1 1a 5m NaH binap 23 61 (6am) 54 (R)
2 tms-binap 23 64 (6am) 75 (R)
3 segphos 23 62 (6am) 86 (R)
4 1a 5n CsO'Bu binap 40 46 (6an) 57 (R)
5 tms-binap 40 69 (6an) 75 (R)
6 segphos 40 68 (6an) 83 (R)
7 1a 50 CsO'Bu  segphos 50 46 (6a0) 85 (R)
8 ib 5m NaH segphos 23 36 (6bm) 82 (R)
9 ib 5n CsO'Bu segphos 40 77 (6bn) 89 (R)

10 ic 5m NaH binap 40 63 (6cm) 35 (R)
7 The reactions were carried out with 1 (0.20 mmol), 5 (0.26 mmol), and base (0.24
mmol) in THF (3 mL) for 15 h in the presence of a Pd catalyst (10 mol %) generated
from Pd(dba), and the chiral phosphine. ° Isolated yield by chromatography on
alumina. © Determined by chiral HPLC. ¢ The absolute configurations were deduced
by the Lowe-Brewster rule.

AETVENT T EROREHIEL Ty —ViEaH§
BHRUVIR T AT VFEAR8E 58 75 F PN R EF-HI 1T
BRAEG T HMAF TL =V 908 ELNL. 2O T L=V
TR NA A TS L 55 F NSE BUGBICE AR F iR G B
LR ED DA KRR AL F =V r7uaxyy10%
WAF TV =V T 0 OIFER IRFEL TH-2 72 (Scheme

3o
Pd/(R)-segphos

H
[Si]/\(\ , fF OMe (10 mol %) IS, oMe
Br E)\/kOMe CsOBu

THF, 40 °C H E E OMe
1a 8 E =COOMe 9 (85% ee, 44%)
o]
< N
o O PPh, TiCly ngz
— 7 .
¢ O o CHoClp, -78°C &
[¢] (R)-segphos 10 (84% ee, 72%)

cisltrans = 52/48
Scheme 3

SHOEZ

AFZEIZENE RABAFRIELL T AT RER A A 7
LoV T R B R SR Rl A R L 72 Rl AN T
EEROTEZINR R IOEAE AR EL TIRAZ LS 5
o720 TL AT Z ORI AL FUBTELN S DB A 5
OTVDLLDD HNAF TV EANFIRET HAF ST E7:
FRROENTBY. S EDOIERDEINLM T 5T Th b A
R A 7L > OF I L COBIENHH I TEE
IRTODTHYN S HDISESIIFETE S,



