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Step 8: Think of a mechanism!
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Why Thallium?

Kishi's Thallium effect - see

J. Am. Chem. Soc. 1987, 109, 4756,

J. Am. Chem. Soc. 1989, 111, 7525 and
Org. Lett. 2000, 2, 2691
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Dactylolide

J

12) DMP

13) Grubbs I, Benzoquinone
14) HCI, MeOH

15) DMP

Why is Benzoquinone added?

Benzoquinone can prevent the Isomerization of
double bonds what could diminish the yield
significantly.

see: J. Am. Chem. Soc. 2005, 127, 17160-17161.



Mechanisms:

Ruthenium-catalyzed Alder-ene reaction:
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S = solvent or
other ligand

from: J. Am. Chem. Soc. 1998, 120, 9228-9236.

Tsuji-Trost reaction:
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see Chem. Rev., 1996, 96, 395.
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Synthesis of Leighton reagent:
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Rhenium catalyzed Isomerization of allyl silyl ethers:

R'

o

i He e /S|Ft3

RSI P )\
Fi

(1)

W

D,’ﬁe-x X = OSiMeg, OSiPhs or OReO5
R4Si
3 \0/\/‘\H1
(n
RaSi—X
HT
v\
o} {o
Re’
S
o]
1
1
Hi
—
Os—z0 (I
Re
Y
o o

1g. 2. Proposed mechanism of the rhemum-catalyzed isomerization of allyl silyl ethers

from: J. Am. Chem. Soc. 2002, 124, 7920-7921.

from: Tet. Lett. 2000, 41, 1549-1552.






