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5% (+-BusP)AuCl KF (2 eq)
NN 5% AgBF4 KHC03 (4 eq)
PhOH (3 eq) H>0, aqg. (10 eq)
Ph,Si > - H
\Ao CH,Cl,, rt, 12 h MeOH-THF (1 : 1), rt, 24 h OBn
Bn
79% 73% o

F. D. Toste et al., J. Am. Chem. Soc., 128, 11364 (2006)
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Y.-M. Liang et al., Org. Lett., 8, 5777 (2006)

3
S
HoNHN™ “NH, , citric acid (5 equiv.)

EtOH, 100°C, 60h

L. Overman, et al., J. Org. Chem., 71, 9144 (2006)

cat. AIBN o
n-BusSnH 6 M HCI .
- > C1 6H1 5NO2
PhH reflux
reflux
70%
47%

P. Renaud et al., Helv. Chim. Acta, 80, 2148 (1997)
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- - |
EtOH, reflux, rt, 10h O)\N N
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K. C. Majumdar et al., Synthesis, 7, 1164 (2005)
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1
OAc
TFA
\ _—
10 min
rt
61 %
S. Blechert et al., J. Am. Chem. Soc., 126. 3534 (2004)
2
QTBDPS 1) =—OEt (10 equiv) QTBDPS
LDA (10 equiv)
THF, =78 to —42 °C, 72%
2) n-BugN (xs)
xylene, 150 °C, 90%
n-Bu 3) citric acid (1.3 equiv)
MeOH, 75 °C, 100%
T. F. Jamison et al., J. Am. Chem. Soc., 128, 15106 (2006)
3
1) Grubbs' gen-2 (5 mol%) 1) TMSCHN, Boc
OA all-cis-polybutadiene (xs) CH,Cl»-MeOH N
Y CH,CI,, 40 °C, 64% diene rt, 91% I|300
Ph X 2) LHMDS, HMPA, THF Ci7H2002  5) BocNHOH* N,
—78 °C; TBSCI, rt; Pr,NIO,* CH,Cl, HO o
C.H.,O aq. NH,CI, rt, 68% 0°C, 78% Ph >Me
197ame ! dr=1.7/1
(*theoretically 2 eq)
S. T. Diver et al., J. Am. Chem. Soc., 128, 15632 (2006)
4
1) m-CPBA (1 eq)
NHg, AgNO, CH,Cly-agq. NaHCO3 0
MeOH; 95% Ar—S  H
Ar—S—S-Ar 03H8N2023 —
MeCHgO,/rt, 12h 2) methyl propiolate (15 eq) H CO,Me
7%
(Ar = 3-nitrophenyl) 100°C, 15h
71%
F. A. Davis et al., J. Am. Chem. Soc., 96, 5000 (1974)
S 1) MeLi (1 eq)
Me,0, —45 °C; D
CH,Cl, (2 eq*) D D so.c
i MeLi (2 eq*), LiCl, 29% CSI(11eq) D N 2
> _—_— +
2) n-BuLi (2 eq) CH,Cl, D 0]
ether; —20to 25 °C !
D,O D ClO,S @]
*Theoretical amount is 1 eq. 60% 20%

(Second step is just a proton-deuterium exchange.)

Katz, T. J. etal. J. Am. Chem. Soc. 1971, 93, 3782.
Katz, T. J.; Nicolaou, K. C. J. Am. Chem. Soc. 1974, 96, 1948.
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1
OH OTBSO 1) MsCl,EtN TBAF PIDA o\__0Bn
Bn CH,CI CH,Cl,;
& oUlo N AcOH N 2Ll N ~ j, \
Me 2) Me,Cu(CN)Liy THF uw
OTBS THF, -78 to 0 °C . Me Me OTs
OTs 88% (2 steps) 95% 65%
S. J. Danishefsky et al., J. Am. Chem. Soc., 128, 16440 (2006)
2
CHCl,
HC(OMe)3 aq NaOH
cat. TSOH BnEt;NCI +BuOK (2eq) 7
0] > Cy5H24C1,0
MeOH, A CH.Cl, THF, 0°C
58% (2steps) 43%
M. G. Banwell et al., Tetrahedron Lett., 47, 6817 (2006)
3 NH
P CoM MeO,C N _Ph
o EtsN MeO,C 2 e N
- NH
CO2Me dioxane 170 oC’ 8h MeOZC
rt,2d 0]
84%
84%
A. de Meijere et al., Org. Lett., 4, 839 (2002)
4
CHO CN
NaN3* !
e : 03
N~ Cl DMSO, 80 °C '\t
| N
. . 3
* Theoretical amount is 2 eq.
J. Becher et al., J. Chem. Soc., Chem. Commun., 541 (1988)
5
OMe diethyl malonate ~ Me3S(O)I* 1) PhSeCl, NaH OMe H
CHO Piperidine, AcOH NaH THF,0°Ctort
O ‘ CO,E
EtOH, reflux DMF 2) NalO,4 MeO o
MeO OH THF/H,O H o
97% 79% 78% (2 steps)

* Theoretical amount is 2 eq.

S. Ohta et al., Org. Lett., 3, 1359 (2001)





