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Chiral Hypervalent lodine(III)-catalyzed Enantioselective Oxidative Dearomative
Fluorination of Arenols (Graduate School of Engineering, Nagoya University) OShogo
Yamamoto, Hiroki Tanaka, Muhammet Uyanik, Kazuaki Ishihara

Organofluorine compounds have found widespread applications in the pharmaceutical and
agrochemical sciences. Oxidative dearomative fluorination has been developed as a powerful
tool for the synthesis of these compounds. However, stoichiometric amounts of potentially
explosive organoiodine(Ill) reagents have been required, and asymmetric versions have not yet
been reported. Here, we succeeded in the first chiral organoiodine(IIl)-catalyzed
enantioselective  oxidative  dearomative  fluorination of arenols using meta-
chloroperoxybenzoic acid and HF reagent as an oxidant and a fluorinating agent, respectively.
Keywords: Hypervalent Organoiodine(lll) Catalysts; Enantioselective Fluorination;
Dearomatization; Oxidation; Arenol

7z ) — VOB LRI B AL SOGIIER 2 22 I E A R O BERG & L
TEHTHD Y, £, 87 v HRILEWIESZ ODERELICEENLEER/ 1T
BV TOMFENEIEORENRD NINLTND Y, 2O X ) RBlans, BT
iz v FE LB E RO DEBCHIN SR 7 » FLSOSNBR SN TE 2R, 20
F IR T 15 B VR FT BUS ~D BEBIIARTZHAE SvTuhien, ARl Fox i3 kAl &
7 yHRRELTENENAZ 7 v il Z E&ME (m-CPBA) & 7 v {bKHEHAIEZ HW
5HZ LT, insitu CHE SN X T VRBFE TS URMELIC LS T V) — DS
T AR IRAL IS B 7~ BSOSO TR L, ks3T5 7 v F{bikz
BREOARFIRTHED Z LTI LT,

|

*RO OR*
OH EWG O
o R2 chiral Ar*l (cat.) R2
RT RT, |
= m-CPBA *
HF reagent

R4 F
high yield, moderate ee
1) S.-L. You, Asymmetric Dearomatization Reactions, John Wiley & Sons, Hoboken, 2016.
2) (a) R.J. Phipps, F. D. Toste, J. Am. Chem. Soc. 2013, 135, 1268. (b) H. Egami, T. Rouno, T.
Niwa, K. Masuda, K. Yamashita, Y. Hamashima, Y. Angew. Chem. Int. Ed. 2020, 59, 14101.

3) O. Karam, A. Martin-Mingot, M.-P. Jouannetaud, J.-C. Jacquesy, A. Cousson, Tetrahedron
2004, 60, 6629.

© The Chemical Society of Japan - K307-1vn-14 -



