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Provide a reasonable mechanism and specify the missing intermediates and products.

[. ]-Rearrangements :

Name of the reaction?

M. Ramirez, V. Vece, S. Hanessian, K. N. Houk, J. Org. Chem. 2021, 86, 17955-17964.
major product

CHj .
Mechanism?
HSC N X= NH2
CHj
0 __|toluene,
OTBS 110 °C, 18 h
X
X =NO,

Name of the reaction?

then

acid or [1,5]-H electrocyclic

base shift ring-closure
[4+2]

(75%, 1:1 mixture of E/Z isomers)

Z. Zhang, S. Chen, F. Tang, K. Guo, X.-T. Liang, J. Huang, Z. Yang, J. Am. Chem. Soc. 2021, 143,18287-18293.
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[, ]-Rearrangements :
E. Vedejs, J. G. Reid, J. Am. Chem. Soc. 1984, 106, 4617

TR, |HS
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0 (60%)
Mechanism?

Ph

1.3:1 mixture of diastereomers
(92% over two steps) | ZN/AcOH

1) mCPBA (90 %)
BF3-AcOH/DCM, 0 °C 2) CaCOg, xylene, 140 °C

(80%) (91%)

Cytochalasin D

Name of the reaction?
S. M. Weinreb, F. Z. Basha, S. Hibino, N. A. Khatri, D. Kim, W. E. Pye, T. T. Wu, J. Am. Chem. Soc. 1982, 104, 536—-544.
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s KO'Bu (4 equiv.), DMSO / THF,
BnO —_—
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(used in next step without isolation) Streptonigrin



