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Ring-Expansion via SyAr Reaction of Dibenzothiophene Dioxide
(Graduate School of Science, Kyoto University) OTomoki Furukawa, Takashi Kurogi, Hideki
Yorimitsu

Recently, we have been working on the development of ‘aromatic metamorphosis’, in which
other atoms or units can be introduced via a temporary cleavage of an aromatic compound such
as thiophenes to construct a new framework.! We have previously reported the synthesis of
carbazoles via 2-fold nucleophilic aromatic substitution reactions from dibenzothiophene
dioxide 1 with primary amines as nucleophiles in the presence of strong bases.? The first
nucleophilic aromatic substitution reaction of amide with 1 can proceed at room temperature
to form an intermediate 2, and the second nucleophilic aromatic substitution reaction requires
a high temperature to give carbazoles. Here, we present the synthesis of 6H-
dibenzo[c,e][1,2]thiazine-5,5-dioxide 3, a six-membered cyclic sulfonamide, by treatment of
the intermediate 2 with oxidants such as L.

Keywords : nucleophilic aromatic substitution reaction, dibenzothiophene dioxide,; amine;
azacycle

T, HxIXT A7 =2 o EOHFFRO A ZR T, oJi+o2=v I
AN UFT- B AT 5 [HREA XTI T 2 A0 OBIZICERY #HA T
=00 DI, DRV F AT 2 DVFFR Y R LICK L TE—RT I o 2R AT
TEHESE S &, JEOFEFHRREEBRSISZE D IV — L NERTEH &%
WE L7722, Bl JETIE—BERE B OB BRI B S IR IR T T LT RTA
2T, BT 5 2 & T B H O BRI E RS HET L VX — L3 G
HND AT R T FA T 2 DA RIS LE T 2 v bimtE s
SECTIERASE, L7 2 12 (bR Z Mz b &, RNBEBRANLVKRST I RTHDH 6H-
R el[121T TV -55-UAF T R3INELD Z EEROITT,

Rl
’ O RI
Y’ HN-R! HN o5l
Base 7 N\ 7 N\ Oxidant (l,)
CN Y —— | X Uk 7N\ \
R\— —/R SNAr SO(;) R/_ _\R
1 9 3

1) a) H. Yorimitsu, D. Vasu, M. Bhanuchandra, K. Murakami, A. Osuka, Synlett 2016, 27, 1765. b) K.
Nogi, H. Yorimitsu, Chem. Commun. 2017, 53, 4055. c¢) H. Saito, H. Yorimitsu, Chem. Lett. 2019, 48,
1019.

2) a) M. Bhanuchandra, K. Murakami, D. Vasu, H. Yorimitsu, A. Osuka, Angew. Chem. Int. Ed. 2015,
127,10372.b) A. Kaga, K. Nogi, H. Yorimitsu, Chem. Eur. J. 2019, 25, 14780.

© The Chemical Society of Japan - K4-4pm-05 -



