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Synthesis of Four Diastereomeric 3,5-Dialkoxy-2,4-
dimethylalkanals by a Simple Extension of the Non-aldol Aldol
Process to Bls(proplonates)

Michael E. Jung,” Woo Song Lee, and Daqing Sun

General Procedure For Epoxide Rearrangement

Rearrangement of Epoxides From E-allylic Alcohols

The epoxide silyl ether 9 or 11 (0.17 mmol, 1 eq) was dissolved in 3 ml of dichloro-methane and
treated with diisopropylethylamine (DIPEA, 6 eq). The solution was cooled to -789C and treated
with trimethylsilyl triflate (TMSOTT, 6 eq). After the solution stirred for 3.5 h, the reaction
mixture was quenched with water and extracted with ether. The organic layers were washed with
brine and dried over MgSO4. The solvent was removed under reduced pressure and the resulting
oil was chromatographed (50% ether/ 50% hexane) to give the aldehyde 10 or 12 in 82% or 70%
yield respectively.

Rearrangement of Epoxides From Z-allylic Alcohols

A solution of the epoxy alcohol 13 (0.1 mmol, 1 eq) in 5 ml of dfchloromethane was treated
successively with DIPEA (2 eq) and triethylsilyl chloride (TESCI, 1.5 eq) at 25 °C. After the
solution stirred for 3 h, the mixture was poured onto 50 ml of ether and shaken with 25 ml of 0.2
M pH 7 phosphate buffer. The layers were separated, extracted with ether, washed with 0.2 M
pH 7 phosphate buffer, brine, dried over MgSQOy, and concentrated to give the silyl epoxide. The
silyl epoxide was then dissolved in 4 ml of dichloromethane and treated with DIPEA (6 eq).
The solution was cooled to -42 °C and treated with TMSOTT (6 eq). After the solution stirred for
. 3 h, the solution was poured onto 50 ml of ether and shaken with 25 ml of 0.2 M pH 7
phosphate buffer. The layers were separated, extracted with ether, washed with 0.2 M pH 7
phosphate buffer, brine, dried (MgSO4), and concentrated to give a mixture of the aldehyde 14

and the allylic silyl ether 15 in a 4:1 ratio.
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1
-1

Current Data Parasmeters
dq-1208h2

NAME

EXPNO

PROCNO

proton default parameters

15.40
arx400
2930
65536
cDel13a

5 mom ONP IH

981208

F2 - Acquisition Parameters

16

0
8064.516 Hz
0.123055 Hz

0

1.00

4.06326820 sec
1H

B8.25 usec
no
0
0.00 Hz
20.00 cm
7.767 ppa
3107.92 Hz

400.1324008 MHz

88.57 usec
300.0 K
2.00000000 sec

4096
62.000 usec

65536
400.1300173 MH2

F2 - Processing parameters

10 NMA plot parameters

NUCLEUS
SI

SF

WDW
558

LB

GB

PC

SFO1
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