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Table 1. Initial Attempts to Prepare Cz-Symmetric
Biarvls via the in Sifa Suzuki Reaction

entry? halide base product (% yield)®
1 iodobenzens ZM MazCOy  bipheryl (73)
2 indobenzens Bal(OH)z biphermyl (80)
3 bromobenzene Bal(OH)z biphemnyl (85)
4 2-bromotoluens ZMMNazCOy  2.2-dimethyl-
biphenyl (40)
5 2-bromoanisole BalOH)z 2, 2" dimethaxy-
biphenyl (56)
G l-indo-Z-methosy-  2M MNapCOy  2.2°-dimethoocy-1,1-
naphthalene binaphtheyl (= 10}

T All reactions done in toluene with Pd{PPha)y and 12 h reflux
time, ® Isolated yields.



Table 2. Results from the Preparation of C-Symmetric
Biaryls Using the Optimized in Sito Suruki Coupling
Conditions

product product
entry halide (% Yield)® entry halide % Yield)®

1 La da (85) 2 ih 4h (91)
2 Lk b (73) 9 1i 4i (65)
3 lc 4e (79) 10 1j 45 192)¢
4 Ld 4 (95) 11 2a Sa (B6)
5 le 4e (89) 12 2k b (96)
G If 4 (32) 12 2c Sc (84)
T g 4z (79) 14 3 6 (73

 [zolated vield. 6'I—[}-'-:lru:-]j,-'siﬁ of the TEDPS ether takes place
under the reaction conditions,

1a R'=Br, RZR%=H 4a RERH
1b R'=Br, R%=CH,, RAR5=H 4b R*=CH,, RIR%=H
1e R'=Br, RZ=R4=R%=H, R*=CF, de RI=RI=RY=H, RI=CF,
1d R'=Br, RZ%=0Me, R*-R5%=H 4d R*=0Me, R-R=H
e R1=Br, RZ=R%0Me, R3=R%=H de RI=R*=0Me, R¥=RI=H
1 R'=l, RZ=C0,(-Pr), RAR5=H 4 RZ=CO,(-Pr}, RE-R=H
1g R'=|, RI=CON{i-Pr);, R-RS=H 4g RI=CON(-Pr), R*R5=H
h R'=BrB3R5=H, R%= {Gj 4h RERS=H, R2={Gj

o o
1i R'=Br, RZ=R*=R%=H, R3=CN 4i RZ=R'=R%=H, R3=CN

1j R'=Br, R%=RI*=R%=H, R*=0TEDPS 4 RE=R*=R%=H Ri=0H
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2a R'=8r, R%=H Sa R3=naphth-1-yl, R*=H
b B'=l RZ=0Me  5b R3=(2-methoxynaphih-1-y7), R*=0Me
Zc R'=H, Ré=Br 5c R3=H, R*=naphih-2-yl
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Schemes:

Scheme 1
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T f{a) 1 equiv of NaH, DMF, 5 equiv of Mel (93%); (b) MaH. CCla.
| equiv of Brz (60%); (c) MaH, DMF, BEnBEr, (100%); () 0.5 equiv
of p-Bull THF =78 °C then BiOMe)s rt 12 h and then PhCHa,
EtOH, Hz0, NazCi0g, PAiPPha)g reflux 12 h (T2%); () Hz, PAAC.
EtOH/CHzClz (100%).
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