Exercise 1

snCl,

_—

Acetals are
acid-sensitive

SR 2024 Exercise Session 1

6-exo-trig
forming tertiary
carbocation

/w‘r H Prins reaction

_0 from the top face of
Me™ ™ ® the double bond
(COnVeX Side Of the Semipinacol
five member bicycle) rearr.
Migrating group from the bottom
Prins-pinacol cascade
H
(0] H
\\\H
OMe
H
Exercise 2
X
H H
heating, benzene
(0] .
)J\ oxy-azonia-Cope
H™ H [3,3]-rearrangement
—_—
condensation
- H,O
OMe
aza-Cope/Mannich attack from the | Mannich
sequence top face reaction
condensation
- H0 MeO




Exercise 3

1) TFAA / H,0,
— COOH

HO 2) TFA

0] O/\ Peracid O j)]\
formation
—_— /H /O
F30)1\6>H\CF3 H-O-O-H F3C)J\O Y H 07 °CF,

(more reactive than mCPBA)

0] H*
0 0 Ve )J\ Baeyer-Villiger o/
( /\O )]\ O Q=0 CFs oxidation O;
H™~ ~0" "CF4 N
g . . HO
HO HO The higher substituted

bond migrates

=0

under acidic conditions, _
the acyl group of the lactone is a good leaving group FsC° O
and lead to the tertiary carbenium ion

COOH = OH
COOH HO

H
Geometrically, the attack is only possible on the same side of the alcohol



e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e m

Exercise 4

3

SEt
Me/N

= o =
= OAc @OA
Starts as for ¢
Me a Pummerer Me
. Me H N ®
N I
SEt  Ac,0 N XgEt Y SSEt
0 (O T HOAc (@] (0]
\v 0 74 0 0O f€oAc
sulfenium ion
hshd
O O Many nucleophilic sites (both O lone pairs,
N lone pair, alkene, arene) but only this carbonyl |||
---------------------- : allows forming an appropriate ring size
Z | _ =
('OG) | ® S
A - 0. OAc
“7N_SEt O\ skt \
/N © E HOAc N ¥ I~ N ®
Me o E Me” H @OAC Me WEt
carbonyl ylide E o
I ! Acidic proton!
O ) ) i "1,3-dipolar”
O ! cycloaddition

0] [3+2]-cycloaddition
_______ 13dipole o
H
7\ Ac0 O’ \\ OAc Ac0
OAc ; ©)
N AcSEt, AcOH N—( -SEBt  AcO
Me e Me (0]




