NH5 CHO 1) MeCN, rt;
TFAA, 0 °C;

OHC NaBH,CN, rt, 66%
N + _ -
—= ——CO.i-Pr  2) NaOH, EtOH, 75 °C
MeO N ) 88%
OMe Me TMS 3) K3Fe(CN)g, NaHCO4

-BUOH-H,0, 1, 92%

E. J. Corey et al., J Am. Chem. Soc., 121, 6771 (1999)



OiPr
NH, CHO
N OHC TFAA
+ S , —_—
— COZI'PI'
MeO N\ > -2TFA MeO
OMe Me T™MS

MeO

NaBH,CN
~-~—— MeO

NaOH, Et,0

MeO

MeO




t
P-Au-NCMe

©
SoF i
T - ()
Ph DCM

Angew. Chem. Int. Ed. 2014, 53, 14022.




LAu*=|

/ r
LAu* | R \% 2 vV

3
R y R
_ R . |

associative ligand exchange

Ar ® Ar

Ar R
D Ar
5 /
+
LAu* | v;\
R
O 5
LAut —+1 P - (
Ar” S AuL* LAu D

\s

P, LAu*
D 4 Iv

L,Au @ Buchner reaction
— L Au -

retro-Buchner pathway

)

retro-[2+2] cycloaddition

Ar Ar
®
% Aul, _cyclometalation ""%)""




~_NO,

O

+ Rzﬂ\w/
@

2

|
s

COOR*

+ |

R3

3

K,COs

CH,CN, 35°C

R*00C
RS/

R‘,}_{\



R,00C proton migration
Ra’/
’ COOR, N0, R
R~ N Ry / S
(o) ~ "COOR4
Rz 02
4 Ry v
+
R3—==—COOR,




MBSSi

MgBr

|
0
SiMe,

THF, —60 °C;
ZnBry(1.2 eq)
—60°Ctort

89%

SiMES
Me / /

"'OSiMe,

I. Marek et al., Org. Lett., 7, 5313 (2005)



@®
-60 °C / THF © ZnBr
> OMgBr 2 o
———SiMe;
SiMe3
O\@ ® ZnBr
—_— ‘)SiMe3 —_—
SlMe3 \\
SiMe;
. ZnBr
SiMe
- _ ’
.L\\\\ZHBI' —_—
Me3SlO SlMe3 I////OSiMe3




o

Z1

CuCl,(40 mol %) Ph

. - (o)
ridine(20 mol %
py ( o) Ph,N
o \
i-butanol (1.5mL) N
\
100°C,0,,16 h Ph

DOI: 10.1021/acs.orglett.9b02349.



H




