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Recapitulation: Working hypothesis
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Recapitulation: Known rearrangement
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Results: Updated scope
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Postfunktionalization: Synthesis of nitroxide
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Postfunctionalization: Strained cyclic imines
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Postfunctionalization: Enantioselective reduction
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Postfunctionalization: Indoline derivatives

Br o. O i Me
: N 'Me
_NH : N
N-Me 1) CuBr/NaOMe/MeOH Me N—Me | o <
O teececccccccccccccccccaa- » S ] s
' Me
2) MeNCO ; Me~N>L o
! H
' N
(R)-10 (R)-11 i Physostigmine

1) TMSCN S
N in MeOH/THF NH N N
/A > O --------- _O<N
2)K,CO3H,0, [/ I W --------- > N
in MeoH NH, \

N-
R® R N S
7 12 13
o

Benzothiazol

M. Mao, M. G. Ren, Q. H. Song, Chem. Eur. J. 2012, 18, 15512-15522; 8
Y. Wei, D. Zhao, D. Ma, Angew. Chem. 2013, 125, 13226-13229.



New substrates: Similar cage expansion
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New substrates: Old synthesis — new purpose

Me_ Me Me_ Me
Ethanedithiol
SOCI, - pTsOH
o EtOH, 50 °C o Dean-Stark,
OH (o) OEto Toluene
19 20, 98%

B. Zonker, PRS-group anniversary conference, Hornberg, August 2018.

Me_ Me

s
0= ¢
OEt
21, 81%

Raney-Ni

EtOH, reflux

(0

OEt
22, 48%

10



New substrates: Precursor synthesis
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New substrates: Precursor synthesis
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New substrates:

Rearrangement reactions
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New substrates: Next try
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Mechanistic inquiries: Friedel-Crafts barrier
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Mechanistic inquiries: Friedel-Crafts barrier
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Mechanistic inquiries: Substoichiometric TfOH
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Follow-up & Outlook
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