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We have reported synthesis of [Ru(naphthalene)(Ph,-bhd*)]!' and applied it to the enantioselective
cross-dimerization of 1-silylpenta-1,3-diene with acrylates giving (R)-3 in >99% ee. In this paper,
we disclose a synthetic application of the chiral skipped diene. A chiral silyl skipped diene
(R,272,57)-3 is transformed to (R,2E,57)-3 catalyzed by Pd(0) complex with hydrido-
molybdenum(II) complex. Proto-desilylation has been achieved by treatment of (R,2E,57)-3 with
TiCl4, and subsequent reduction of (R,E)-4 by DIBAL-H produces a chiral allylic alcohol (R,E)-
5. Note that Tokoroyama et al. have reported a racemic synthesis of rac-(£)-5 as a precursor of a
marine natural product lophotoxin.? We will also report epoxidation of (R,E)-5 giving 6.

F % 13 2 1L F < [Ru(naphthalene) (Pha-bhd*) | AL 1 & & D #EAR % it ic 72 1-
PIUINRYE-13-V e T 7 UABBAFADTF v FAERPEIREZ B X
D >99%ee DAFINETF INZAF vy 7V V(R)-3DEICHEIIL Tnwd, S, &
DFXFINAFy TV T VvERERL LIEAKNICHZBER Lz, U LFIARFy 7Y
v 3 idfiEED PAO)#EA L v V) Fx) 77 v ADEERIC X 0 EIRNIC(R2E52)-
3a ~DBEMACBHET L 72, Tl lbF 2 vick ) 7 a M ) A baSEITL, F
FN 15-VTV(RE)-4a DER LTz, EHOICZATADRICICEIDFIANLETIALT
N3 — VIFEIR(RE)-5 DERR L 72, 7adk, FFEILS IIAIRRERIC X Y rac-(E)-5 Z &K
L. #EERIARY) lophotoxin B AD AR EME L T3 2, T U AT Aa— Ll coiE
R RFALIT X 2 6 DERITONTH REHTHRET S,

Ph%‘%
[Pd(PPh3)4]
N o
BDMS [Ru(naphthalene)((1S,4S)-Ph,-bhd*)] E,:A%I_Tc"'f’():o) ,
1 (10 mol%) BDOMS COMe  (20mowy . BOMS
+ L —
o~ benzene, r.t., 23 h w benzene, r.t. WCOZMe
Z ~CO,Me overnight
) (R52)-3a (R2E52)-3a
a 88% (2Z/2E = 97/3) 96 %
BDMS: benzyldimethylsilyl >99% ee (22) 98% ee
92% ee (2E)
TiC, (3 equiv) DIBAL-H t[VO(aC:ﬂC)z] o
T eaa /\/k/\ (2.1 equiv) /J\/\/OH BuOOH - /\J\WOH
EE—— ~F co,Me ———— = * = *
CHyCly, rt. (R.E)-4a CH,Clp, 0°C,1h (RE)-5 6
overnight 90% 80%

(1) M. Hirano, S. Machida, R. Abe, T. Mishina, N. Komine, H.-L. Wu, Organometallics, 40, 3370
(2021).
(2) A. Kondo, T. Ochi, H. lio, T. Tokoroyama, M. Siro, Chem. Lett., 1491 (1987).

© The Chemical Society of Japan - [F]12101-1am-08 -



