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Scheme 1. Screening of Suitable Directing Group“

R PdCl,/ Bipyridine (10 mol%) R
Selectfluor (2 equiv.), tert-butylcatechol
+  Tol-B(OH), F
| (2 equiv.) CHCl + H;0 (0.1M)
1-8a rt, 24h 1-8b
Tol
F
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“Yields after chromatographic purification.



Table 1. Optimization of Fluoroarylation of Styrene 4a

0 0
[PdY/ Ligand (14 mol%)
NHAQ Selectfluor (2 equiv.), tert-butylcatechol NHAQ
+ Tol-B(OH); > F
4a | (2 equiv.) solvent (0.1M) rt, 24h 4
Tol
entry catalyst ligand® solvents additive?  yield 4b°
1 PdCl, L1 CH,CL,/H,0 none 54
(1/0.1)
2 Pd(OAc), L1 CH,CL,/H,0 none 67
(1/0.1)
3 PdBr, L1 CH,CL,/H,0 none 54 o
(1/0.1) P
4  Pd(TFA), LI CH,Cl,/H,0 none 61 /\/jﬁo 6HO/\<\/\
(1/0.1)
S Pd(OAc), - CH,CL,/H,0O none 0 P1
(1/0.1)
6 Pd(OAc), L2 CH,CL,/H,0 none 56
(1/0.1)
7 Pd(OAc), L3 CH,CL/H,0 none 76
(1/0.1) o
Pd(OAc), L3 CH,Cl, none 23 o ™o
Pd(OAc), L3 CH,Cl,/H,0 none 82 @A OH @
(1/0.2)
Pd(OAc), L3 CH,Cl,/H,0 P1: 91 (86)" P2
(1 /0.2) 30 mol %
Pd(OAc), LS CH,ClL,/H,0 P1: 32
(1 /0.2-) 50 mol %
12 Pd(OAc), L3 CH,CL/H,0 P2: 74

(1/0.2) 30 mol %



Scheme 2. Substrate Scope for AQ Directing Group”

o Pd(OAC),/ tert-Butyl-BiPy (15 mol%) o
R, (2-ethylhexylQ);PO.H (30 mol %) R4
| 2 iv. g | hol
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“Yields after chromatographic purification.



Scheme 3. Substrate Scope for Enantioselective
Fluoroarylation®

O PdiDAc). L* (15 mol%) o
{2-aethylhexylQ}PO-H (30 mal %)
v, - I hiol
MHR +  ArB{OH); Selectluar (2 equiv.), feri-butylcatecho . MNHR
CHCL/HL0O (511 wiv) (D1M) F
| i, 15h
Ar
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Me
db, 15%, 81% ee 22, T2%, TE% ee 2b, 67%, 78% ee

26, T4%, 96% ea, Ry= 4-Me

27, 83%, 91% ee, Ry= 4-Cl

28, 71%, 83% ee, Ry= 4-0Et
Me 29, 71%, 87% ee, Ry= 3-F

30, 66%, 60% ee, Ry= 2 6-diMe
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Scheme 4. Proposed Mechanism for the Directed
Fluoroarylation of Styrene
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conclusion

€ using amide-based directing groups, they have developed

a palladium-catalyzed fluoroarylation of styrenes

€ The reaction allows for the synthesis of a range of enantioenirched
benzylic fluorides by a three-component coupling of styrenes,

Selectfluor, and boronic acids
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