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WFZERC R OMEEE (J30) : We found that an allylic hydroxy group can activate the adjacent
olefin in Ru—alkylidene catalyzed enyne metathesis. Using the substituent effect of an
allylic hydroxy group, acceleration of enyne metathesis, group (ene) —selective eneyne
metathesis, and direction controlled enyne metathesis has been accomplished. It wasalso
suggested that the activation effect of an allylic hydroxy group arises from
hydrogen—bonding interaction between the substrate and catalyst from mechanistic study.
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Figure 1. Ru-alkylidene catalyzed metatheses
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Figure 2. Tandem enyne metathesis
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Flgure 4. Group-selective enyne metathesis
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Figure 5. Allyllic hydroxy group induced direction
selective tandem enyne metathesis
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Figure 6 Inversion of direction selectivity in tandem
enyne metathesis by protection of an allylic hydroxy
group
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1 H Toluene (2.38) 60 0.5 86:14
2 H CH,Cl, (8.93) rt 0.5 77 :23
3 H MeOH (32.6) . 1week 0:100
4  TBDPS CHJCl, rt 0.5 0:100

a: Based on "H-NMR spectrum of isolated products.

Table 1. Effect of dielectric constant of solvent in
direction selectivity

5. E7pdEFim L
(WFFEIRFERAE . WFIE T S ONEEERT IR (2
(=S I)

(Fa%R) Gt 3

O AL, T T, FEETE . SRR,
BN AT T 20 TN T h-A v
A BB RSO AMERIE, 5 27 B A AR
FREFUMN L EB RS 2010 4212 H 11-12 B,
TR R KB I e 38 S i Fe Rt



© AWEEEE, FETF, FERIG . SIARIEH,
A E A, R AR B RIS S
FPERIE 2 v F AT - AR BV AR
J&. 2010 4 H AL SVE AARS, 2010 4
11 A 6-7 B, REARKY

® 4 i & . Hydrogen—bonding induced
efficient and selective enyne metathesis,
% 8 EIE 1 - EEEFEER T +— T A
WAk 22 1 A 14 B, REARF T E A
(R RhN:

6. WFITALAE

(D) WFgefs

A8 HEE (IMAHORI TATSUSHI)
REARRT: - RFEFEIEHEAS - FHMTBhZ
TF7eE %5 - 90433515




