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2t Aldol Reaction with Acetate-type Vinylketene Silyl AN 0-Acetal and o—-Keto—-f-lactam
., | EE®B oA |Seijiro Hosokawa | ##55% cc | Organic Letters
STy

R—2 oF 2530~2532 RITHE e | 2 0 1 7 | %S oD 19 (10)

SyiEmEce | ERTHBERGERME L AEEMAMBIICL 3K ) TOEF R— bOET
" 2h
. | BEA e | M RZER HEEE oc | ARERILELEHREE
Rty

R—2 oF 831~849 |HfTHFE ce |2 0 1 7 &5 oD 75 (8)

i iEREcE | MesP-promoted alcoholysis of o.p-unsaturated imides and o,f-unsaturated esters
M
.. | EE% oa | Seijiro Hosokawa | #3554 cc | Synthesis

R—2 oF 1343~1349 FITHE e | 2 0 1 8 |&HF D 50 (6)

EHBAH HA
5 | E5

HiRE He FEATE ro A -y HE
PRIEE ez

In this research, we have developed new remote asymmetric induction reactions including bromination
with a polypropionate-type vinylketene silyl A O-acetal and the vinylogous Mukaiyama aldol reaction
using a polyacetate-type vinylketene silyl A C-acetal with a-keto—-B-lactam. By these methods we
achieved a concise synthesis of antitumor agent pel lasoren A and a stereoselective synthesis of glutamine
synthetase inhibitor tabtoxinine-p-lactam. In the synthesis of pellasoren A, we employed the wide range
stereocontrol strategy, a strategy based on the initial construction of the central part of the
molecule and a subsequent functionalization of the surroundings, to prepare a polypropionate segment
in short step. Therefore, the total synthesis was achieved only six steps in the longest |inear sequence.

Additionally, we found a trimethylphosphine-promoted solvolysis of a,p-unsaturated imides. Treatment
of a,p-unsaturated imides inmethanol in the presence of trimethy|phosphine promoted solvolysis smoothly
to give a.p-unsaturated esters. This reaction was faster than the methanolysis using sodium methoxide.
Saturated imides did not undergo this reaction, but underwent slowly in the presence of a,f-unsaturated
imides. Since it is widely known that saturated carbonyl compounds are more reactive than the
corresponding unsaturated compounds, this reaction shows the opposite property to the previous ones.

We also get progress in the synthetic studies on middle-size polyketides including aculeximycin,
aflastatin A, and bafilomycin N. Segments of these compounds have been synthesized by the wide range
stereocontrol strategy.




