EAA Group Problems - 16/06/15

Problem 1. Please provide a mechanism for the formation of the tetracyclic compound below as
well as a synthesis of the substrate.
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Problem 2. Here is a synthesis of two fragments of both aeruginosin 298A and 98 B. Please
identify the structures of intermediates A, B and C, and give mechanisms and stereochemistry of
the resulting products where needed.

Br
1. Grubbs | cat. (3 mol%) NH /'\/
DCM TBso/\r 2 IBDPSO N OTBS
H H

X 2. CHBr3 NaOH,
TEBAC A K,CO3 N »
TBDPSO 3.A DMF, 90 °C

N dr 6:1 J\/
TBDPSO" : : OTBS
TFAA, pyridine

DCM, rt

H H, Rh/C Pd(PCys3), (10 mol%)

x . EiOAC PivOK (30 mol%)
th. 0.5% HCI/MeOH KoCOs3 (2 equiv.) JVOTBS
% B TBDPSO"

toluene, 120 °C

MeCN, 110 °C 2. (R)-H-lle-OMe >

o) . (@) 2-pyridinylisopropyl
PyBOP, DIPEA Y
DCM, rt

2 :
O%CFS O CF3
OBn 5
1~ : :
. OBn: A
OBn Pd(OA;:()2 C(100 mol%) 1.21(())5551;?. L ! o8n B B
- 23 - ~ .
PP c © ! PIP



Problem 3. Please provide a mechanism and a stereochemistry rationale for the formation of the
chromane below.
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Problem 4. Here is a synthesis of two precursors of spirooliganones A and B. Please identify the
structures of intermediates D, and give mechanisms and stereochemistry of the resulting
products where needed.
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