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Cycloisomerization of Enyl Acetates via 3,3-Rearrangement, Metalla-Nazarov, and Electrophilic Cyclopropanation
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Table 1. Study of Conditions and Additives

Entry
1

Solvent

THF:H,0
500:1
CH,Cl,
CH,Cl,
CH,Cl,
CH,Cl,

CH,Cl,

CH,Cl,

Additive

none

none

TiCl,

NaOMe
MeOH
K,CO;
MeOH

Et,AlOEt

n-Bu;SnOMe

T (°C)/Time

0°C
12 h
0°C
12 h
—78 °C
1 min
0-25 °C
72 h
0-2S5 °C
72 h
0°C
12 h
0-25 °C
12 h

“The diastereomeric mixture is inseparable.

Result
20 (95%)

21R (40%)
decomp.

21R:21S (1:1)“
23R:23S (1:1)“
23R:23S (1:1)“

21R:21S (1:1)“

21R (43%)
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Table 1 Optimization of reaction conditions®

OAc
5 mol% catalyst O pp OH
Me”™ "X ph 0.2 viv% H,0 .
| o) solvent
Me H
1a,98% ee H 2a 11a
Entry Catalyst Solvent  Yield 2° Yield 11a” ee° d.r.
1 AuCl; THF 42% — 79%  85:15
24 AuClPPh; THF 67% — 44% 81 :19
37 10° THF 61% — 67% 81:19
4 3 THF 71% 6% 91% 85:15
5 3 CH,Cl, 19% 74% 02% 74 :26
6 3 Acetone 51% 23% 91% 88:12
7 3 Dioxane 50% 18% 91% 60:40
g 3 THF 76% — 93% 89:11

Chem. Sci. 2019, 10, 8219—- 8223



1. DDQ

2. H; (1 atm)
PtO,
—_— >
" 38%
22 :
3. LiAlH,
80%
OH Me
= 4. H; (1 atm)
PtO,
y o
HO E Me 81% "o
29 )
o©O Me

5. DMSO, 303_Py
i-PrNEt, 75%

Me Me

6. Se0,, 40%
(+)-Aberrarone (1)




RILEY SELENIUM DIOXIDE OXIDATION

Mechanism: 2+
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