Dr. Andreana Group Meeting — Fun Problem Set @)
(Credit: Dr. Evans CCB Problem Sets)

Problem 1 (Choose Part A or B)

The sterecchemical course of G- ghycosidation ray be controlled by the judcius choice of potecing groups [Aagaw.

Chew. ot Ed 2003, 1021-3).
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Fart A. Lkingconfomnatonal drawings, rationalize fie sterecchemical outcome of of the allation illustrated in Egq 1.

Fat B. Lkingconfomnatonal drawings, rationalize fie sterecchemical outcome of of the allyation illustrated in Eq 2.

Problem 2a

The fdlowing "one-pot’ synthesis of semibulvalene was recently reported by I. Sauer (Ewr. | Chan. 2002, 791-801).
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Provide a plausible mechanism for this transformation in the space belows

May 25, 2018



Dr. Andreana Group Meeting — Fun Problem Set @)
(Credit: Dr. Evans CCB Problem Sets)

Problem 1 (Choose Part A or B)

The sterecchemical course of G- ghycosidation ray be controlled by the judcius choice of potecing groups [Aagaw.
Chew. 1t Ed 2003, 1021-3).

Cihve
hie D,

bk
hie "
i BFq=-0Et, "
b=
N a
M| 0 F2 - o M
bl Cibuke

o
l"l".",-'l_.____--"“\-\'""'\-..;_L-..\_\_\\_\_ |:1 :I
En En

HOhy, o
Q dizsteenselection 501
HO F

i
el

= TIPSy, BFg-DEt; TIPS, ey
oH {___;._,WEME:.
TIPSO ™ M = TIPSO R =
'J:E'TIF"S lJEJ'TlF'S
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Fart A. Lkingconfomnatonal drawings, rationalize fie sterecchemical outcome of of the allation illustrated in Egq 1.

Fat B. Lkingconfomnatonal drawings, rationalize fie sterecchemical outcome of of the allyation illustrated in Eq 2.

Problem 2b

An elegant synthesis of pareitropone (5) was recently reported by Fel dman (]. Am. Chem. Soc 2002, 124, 11600). The first
reaction was staged by the generation of the iodoacetylide 2 which was treated with LiNE; without purification to fonm
intermediate 3 which was immediately transtormed into the dihydro-pareitropone (4) in with KF and alumina. The
synthesis of 5 was com pleted by air oxidation of 4.
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Provide a plausible mechanism for the conversion of 2 to 4 and identify the structure of intermediate 3.
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Answer Key

Problem 1

The stereachemical course of C- ghycosidation may be controlled by the judicius choce of potecing groups [Aogaur.
hew. st £d 2003, 1021-3).
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Fat . Lking confomnatonal drawings, ratonalize e stereochemical outcorne of of the alldaton illustrated in Eq 1.
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Fat B. Lking conformational drawings, rationalize e stereochernical outcorne of of the albdation illustrated in Eq 2.
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Problem 2a

The following "one-pot” synthesis of semibulvalene was recently reported by J. Sauer (Ewr. [ Chan. 2002, 791-801).

)\ - "
e e

[y heat

I | R

M M —2 N =

Provide a plausible mechanism for this transformation in the space below:
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Problem 2b

An elegant synthesis of pareitropone (5) was recently reported by Feldman (]. Am. Chem. Soc 2002, 124, 11600). The first
reaction was staged by the generation of the iodoacetylide 2 which was treated with LINE, without purification to form

intermediate 3 which was immediately transtormed into the dihydro-pareitropone (4) in with KF and alumina. The
synthesis of 5 was com pleted by air oxadation of 4.
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Provide a plausible mechanism for the conversion of 2 to 4 and identify the structure of intermediate 3.

OTIFS

CTIPS
[ 71 () 7y
|
T 1
M .
/ LiNE (A (o]
WO = 2y MEO ’9//
4 MNTg @ —-
=
[¥'=1e) MHTS

Mg O
gexo ag cyalzation alpha eliminaion
-
(5—TIPS aTIPS TIPS
Ph-
{r ‘ acn

MeO J /(:TS e AT Mo —

O N T T

Mz

MeO =1u)

Intermadiate elecirocydlic ring operiing vinyiiaine carbene

insertion
3 KR Alumina

~  dihydro-pareitropone (4)

May 25, 2018



