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Cuprate-mediated ring opening reaction of β-lactones.
Nelson, S. G.; Wan, Z.; Stan, M. A. J. Org. Chem. 2002, 67, 4680.

SN2 Reaction

MeMgBr (3 equiv.)
CuBr•SMe2 (1.5 equiv.)
SMe2, THF, –50 °C, 30 min

TMSCl (1.5 equiv.)
–30 °C → rt, 3h
85%

(a)

(b)

15 examples (yields 74-94%).
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Bu3SnH (1.2 equiv.)

Pd(PPh3)4 (20 mol%)

PhMe, rt, 45 min
80%
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Synthesis of thioethynyl and thiovinyl ether-containing nine membered lactones.
Kugligowski, C.; Bezzenine-Lafollée, S.; Chaume, G.; Mahuteau, J.; Barrière, J. -C.; Bacqué, E.; 
Pancrazi, A.; Ardisson, J. J. Org. Chem. 2002, 67, 4565.

Macrolactonization/Hydrostannylation

LiOH (2 equiv.)
THF-H2O (5:1), 0 °C, 2 h

PPh3 (1.5 equiv.)
DEAD (1.55 equiv.)
PhMe-THF (2:1), ∆, 12 h
50%

(a)

(b)

Photocatalyzed [2+2+2]-cycloaddition of nitriles with acetylene.
Heller, B.; Sundermann, B.; Buschmann, H.; Drexler, H. -J.; You, J.; Holzgrabe, U.; Heller, E.; Oehme, G. 
J. Org. Chem. 2002, 67, 4414.

[2+2+2]-Cycloaddition

31 examples (yields 10-90%).
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H
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A (0.5 mol%)
C2H2, hν

PhMe, rt, 4 h
62%

Co
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Synthesis of polyketide fragments via tandem intramolecular silylformylation/crotylsilylation.
Zacuto, M. J.; O'Malley, S. J.; Leighton, J. L. J. Am. Chem. Soc. 2002, 124, 7890.

7 examples  (yields 52-67%, %de 44-96%).

67%
dr = 92:8

Silylformylation/Crotylsilylation

O
Si

H

OH

OH

OH

Rh(acac)(CO)2 (3 mol%)
CO (900 psi)
PhH, 60 °C

H2O2 (1 equiv.)
NaHCO3 (1 equiv.)
THF-MeOH, ∆

(a)

(b)

O
Si

H

Rh(acac)(CO)2 (0.4 mol%)
CO (1000 psi)
PhH, 60 °C

H2O2 (1 equiv.)
KHF2 (1 equiv.)
THF-DMF, ∆

(a)

(b)

65%
dr = 89:11

OH

O

OH

EtO2C

NH
TolO2S

ClTi(Oi-Pr)3 (1 equiv.)

THF, −78 °C

N
SO2Tol

EtO2C

S
NMeO

Ph

Ti(Oi-Pr)2

S
NMeO

Ph

59%
dr > 95:5

2
1 equiv. 1.1 equiv.

+

1,2-AdditionAsymmetric synthesis of a γ,δ-unsaturated α-amino acid bearing a chiral nucleofuge at the δ-position.
Schleusner, M.; Gais, H-J.; Koep, S.; Raabe, G. J. Am. Chem. Soc. 2002, 124, 7789.

8 examples  (yields 59-82%, %de >96%).
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Enantioselective aldol and iminoaldol reactions catalyzed by polymer-sup ported proline.
Benaglia, M.; Cinquini, M.; Cozzi, F.; Puglisi, A.; Celentano, G. Adv. Synth. Catal. 2002, 344, 533.

1,2-Addition

10 examples (yields 35-81%, %ee 63- 98%).

                (66 equiv.)

A (25 mol%)
DMF, rt, 2 d

48%
anti:syn > 20:1
er (anti) = 98:2

                (37 equiv.)

A (35 mol%)
DMSO, rt, 3 d

71%
anti:syn = 1:9
er (syn) = 97:3

O

MeO2C

O

CO2Me

CO2Me

Ti-mediated Dieckmann condensation.
Tanabe, Y.; Makita, A.; Funakoshi, S.; Hamasaki, R.; Kawakusu, T. Adv. Synth. Catal. 2002, 344, 507.

Condensation Reaction

4 examples (yields 15-54%).

TiCl4 (2.8 equiv.)
NEt3 (3 equiv.)

CH2Cl2, 0-5 °C, 1 h
54%

NaOH (3 equiv.)

MeOH-H2O (1:1), ∆, 1 h
95%

(Z)-civetone

N

N
EtO2C

CO2Et H

O
Et

H
N

O

Et

CO2Et

HN
CO2Et

Asymmetric α-amination of aldehydes.
Bøgevig, A.; Juhl, K. Kumaragurubaran, N.; Zhuang, W.; Jørgensen, K. Angew. Chem. Int. Ed. 2002, 41, 1791.

1,2-Addition

4 examples (yields 77-99%, %ee 88-92%).

              (1.5 equiv.)

L-proline (10 mol%)
CH2Cl2, rt, 2 h

77%
er = 95:5
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