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(A) Enantioselective dearomatization of non-activated arenes

Significances
@ (i) D Expanded chemical space for carbocycles
.*’ n O ﬁ_-—j O Enriched sterecisomerism [ substitution patterns
s é Challenges
O Low reactivity toward dearomatization

O Limited sterecinduction strategies

(B) Enzymatic enantioselective arene cis-dihydroxylation
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N o, ’g% );: ), OH O Highly efficient reaction
'R O T T%Gf“ C_:;x, d.m 0O Under mild conditions
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0, TEETP T, ] 0O Operational inconvenience

(C) Smls-Mediated enantioselective dearomatization of benzene derivatives (This work)
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O High ee and dr values
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SmIZESHa/F 2 ERAr—FhEEFitFEAl. Schmalz, ReissigfiiTanakaZE A SHESmIZREBTF=IZE
FIRREEEREAT. 2017=Procter MEIRE 7 SmIZBERI A ITRRREERER, LIS EAEENZSEZ
THTARMIHRRE. SxETEEE, RERIFR Esil W FsEt =R R85 AFEEE
EUEISmIZSE s ERE RS TR, BIRERMFERREEX S ST MNTMSMeIEF, aTlizs
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R OBIEFIEERM S TEGTED?2 (up to 96.5:3.5 er, >95:5 dr) . ZENESETFEDSEEN=aEE
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Smly (2.5 equiv) “ OH L]
i . L1 (375equv)
R J\/ﬁ EIOH (62 5 oquiv)
THF, 0°C

1 major duaslamusnrmr
CCI’K‘: 2094418

Variation al kelone molely

Me,, ,OH El, OH nPr, OH nCsHis.  OH iPr, OH Cy, OH

“~ph ~ph ~ph “~ph ~ph
2b 2 2d 2 2
1% yild 73% yield 71% yield 79% yield 51% yield 24% yield
> 955 dr > 955 dr > 955 dr > 955 dr > 955 dr > 955 e
F ¢l OMe

95545 95545er 95545 er 96.535er B&A2er BA5155er
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: OH ;e
“~Ph “~Ph ~ph ~en “~Ph “~Ph
29 2h F1] il 2K 2
68% yield 78% yield 51% yield 37% yield 64% yield 65% yield
=955 dr > 955 dr > 95:5dr > 955 dr > 955 dr > 955 dr
B 13er 90595 er B85S er 928 er 8911 er B218 er

Variation al benzens mngs

F Me Me
2m n o i g
45% yield 50% yield <5% yield B9% yield BY9% yield
> 955 dr > 955 dr > 955 dr 9010 dr
o8 er BO 5105 er 946 er T9M er
Me, (OH Me, OH Me, OH Me, (OH Me, OH
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74% yield 7d% wald 75% yield Tl% yhﬂd 7d% mld
88:12 dr 919 dr 8812 dr » 855 dr > 955 dr
885115 er 90:10 er EEETﬁar 946 er 919 er
0 Me_oH Me, ,OH Me, ,OH Me, OH

Ew
52% yield 6% 'fmld 5% :.'Hrld i"lil-% ylnld T '_.Ilcid
> 95:5 dr > 95:5 dr > 95:5 dr >955dr > 9556 dr
93T er 928 er MEB5er M9er 90595 er
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