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Classical Type I and Type II dyotropic rearrangements.

Type I:

- -
-

-

-
- =

Y

——= A-B < stationary scaffold

X <«—— migrating group

- -
o

Eur. J. Org. Chem. 2015, 5897-5907



Org. Lett., 2022, 24, 6165.



Eto""{‘.,\: OEt OEt

> o) - z
0-25°C,10 h o CH,CI 0—€L
Ph/\') 2%~72

76 % .78 to 20 °C ()-1b
OH ()-1a  12h,75%

Qo 7
o e

2
OMe OMe
(9-1 X
2 PPTS Me/CE))o BF;-OEt, ph)\_/\o ___(b)
- = -
0 °C, 30 min. Ph = O—uy

W

CH,Cl,
94 % ()-1ab 78 5 20 °C (-)-1bb
0
oF; 12 h, 58%
SO P J\
OH  PPTS, CH,CI O  BF3-OEt, 0" o
0] , 2~T2 (0] - —(e)
H,CI
Ph/{‘) PR Ph/(‘) CH,Cl, Ph)f
07C257C,10h 78 to 20 °C OEt
(%)-2 89 % 2a 12 h, 71% 2b
P
OR, OEt C?)Me
0 BF3 OEtzs DCM @/\r\ ©/Y\0
+
@A) 781020°C, 12 h o~ 0~
R =Et 1a Ry = Me or Et 1bc
R = Me 1ac R = Et, R = Me; 68%, 1b : 1bc = 3:1

R = Me, Ry = Et; 65%, 1b : 1bc = 1:5



OEt
1 ol :
EtQ @) EtOQ O‘- A <
= Ph Y\o
— - O - O
PR3 Ph/\‘) ©0BF; ©/\O(—\éz
. © A
S) OEt
BF; :
Okt ~ 0
)\m i m
O’. |\ exo
! e o)y | T e
R \ - 0 CO /L
o Ph R Ph R \ 0" Yo
EtO—BF; L i
O

endo y
R OEt

when R = Me
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