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Asymmetric nitroaldol reaction.
Trost, B. M.; Yeh, V. S. C. Angew. Chem. Int. Ed. 2002, 41, 861.

1,2-Addition

13 examples (yields 51-90%, %ee 78-93%).

A (5 mol%)
MeNO2 (6 equiv.)

THF, –20 °C, 1 d

A (5 mol%)
MeNO2 (6 equiv.)

THF, –20 °C, 1 d

75%
er = 93:7

79%
er = 95:5

95:5

(2.5 equiv.)

THF, ∆, 1 h
87%

             , DMAP, TBAI
microwave irradiation (150 °C)

CCl4 (0.02 M), 10 min 52%
dr = 33:1

Barton–Crich–Motherwell decarboxylation under microwave irradiation.
Trost, B. M.; Dirat, O.; Gunzner, J. L. Angew. Chem. Int. Ed. 2002, 41, 841.

Decarboxylation

A total synthesis of callipeltoside A is also reported.

Regio- and stereoselective synthesis of sulfamidates.
Nicolaou, K. C.; Huang, X.; Snyder, S. A.; Rao, P. B.; Bella, M.; Reddy, M. V. Angew. Chem. Int. Ed. 2002, 41, 834.

SN2 Cyclization

22 examples (yields 41-94%).  Conversion of the sulfamidate products to β-amino alcohols (7 examples, yields 90-95%) is also reported.
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Dehydrogenation of aldehydes and ketones to α,β-unsaturated carbonyl compounds.
Nicolaou, K. C.; Montagnon, T.; Baran, P. S. Angew. Chem. Int. Ed. 2002, 41, 993.

Dehydrogenation

N+ O-O

O
I

O

OA

B

O O
O

8 6
O

A (1.8 equiv.)
B (1.8 equiv.)

DMSO, rt, 36 h
86%

A (2.5 equiv.)
B (2.5 equiv.)

DMSO, rt, 30 h
88%

17 examples (yields 43-96%).

A

N+ O-O

O
I

O

O
S S

Ph
Ph

O

B

S S

Ph
Ph

OTMS

S S

Ph
Ph

O

Oxidation of silyl enol ethers.
Nicolaou, K. C.; Gray, D. L. F.; Montagnon, T.; Harrison, S. T. Angew. Chem. Int. Ed. 2002, 41, 996.

Oxidation

NaHMDS (1.2 equiv.)
THF, –40°C

TMSCl (1.5 equiv.)
THF, –40 °C → rt

(a)

(b)

A (2.0 equiv.)
B (2.0 equiv.)

DMSO, rt, 2 h

13 examples of oxidation of silyl enol ethers formed in situ (yields 43-96%) and 7 examples of conjugate addition followed by oxid ation  (yields 47-98%).

76%
(2 steps)

Meerwein–Schmidt–Ponndorf–Verley reduction of prochiral ketones .
Campbell, E. J.; Zhou, H.; Nguyen, S. T. Angew. Chem. Int. Ed. 2002, 41, 1020.

Asymmetric Reduction

Cl

O

Cl

OH O

Br Br

i-PrOH (4 equiv.)
(R)-(+)-BINOL (10 mol%)

AlMe3 (10 mol%)

PhMe, rt, 16 h

i-PrOH (4 equiv.)
(R)-(+)-BINOL (10 mol%)

AlMe3 (10 mol%)

PhMe, rt, 16 h

12 examples (yields 20-99%, %ee 8-83%).

OH

99%
er = 9:1

70%
er = 65:35

N

O

O

N

O

OLi

N

O

OMeO

N

O

OLiMeO

Lithiated N-Benzoyloxazolines.
Clayden, J.; Purewal, S.; Helliwell, M.; Mantell, S. J. Angew. Chem. Int. Ed. 2002, 41, 1049.

o-Metallation

s-BuLi or t-BuLi (1.5 equiv.)
DMPU (6 equiv.)

THF, –78 °C, 30 min

s-BuLi or t-BuLi (1.5 equiv.)
DMPU (6 equiv.)

THF, –78 °C, 30 min

The anion rearranges with time, leading to dearomatization and trapping with an electrophile.
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Synthesis of optically active amino alcohols.
Watanabe, M.; Murata K.; Ikariya, T. J. Org. Chem. 2002, 67, 1712.

Asymmetric Transfer Hydrogenation

A (2 mol%)
HCOOH (6.0 equiv.)

Et3N (2.4 equiv.)

30 °C, 1 d

H2, Pd/C

MeOH

67%
er = 97.5:2.5

6 examples (yields 65-100%, %ee 92-99%).

OH

OH
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GaCl3 (4 equiv.)
methylcyclohexane, rt, 15 min

H2SO4
THF, 0 °C, 5 min
90%

(a)

(b)

CSA (4 equiv.)

PhMe, ∆, 30 min

HBr

O
t-BuLi (2 equiv.)
Et2O, –78 °C

ZnCl2 (1 equiv.)
–78 °C → 0 °C

(a)

(b)

                          (66 mol%)

Pd(OAc)2 (33 mol%)
PPh3 (6.7 mol%)

Et2O, rt

H
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Catalytic one-pot selenenylation-deselenenylation using a chiral, sulfur -containing diselenide.
Tiecco, M.; Testaferri, L.; Santi, C.; Tomassini, C.; Marini, F.; Bagnol i, L.; Temperini, A. Chem.–Eur. J. 
2002, 8, 1118.

Allylic Oxidation

2

(NH4)2S2O8 (3 equiv.),
MeOH, 60 °C, 15 min.

4 examples (yields 85-98%, %ee 55-82%). Synthesis of A is also reported.

(1 equiv.)

MeOH, rt, 68 h

(a)

(b)

(NH4)2S2O8 (3 equiv.),
MeCN, 60 °C, 15 min.

(1 equiv.)

CH3CN-H2O, rt, 4 d

(a)

(b)(2.5 mol%)

98%
er = 84:16

98%
er = 91:9

98%
dr = 5:2:1:1

GaCl3-promoted equatorial ethenylation of cyclic ketones.
Ansawa, M.; Miyagawa, C.; Yamaguchi, M. Synthesis, 2002, 138.

sp2-sp2 Coupling

+

13 examples (yields 36-90%). All showed preference for the equatorial ethenylation.

2 equiv.

SnCl4-mediated ring opening of epoxynitriles by N-methylindole.
Reddy, R.; Jaquith, J. B.; Neelagiri, V. R.; Saleh-Hanna, S.; Durst, T. Org. Lett. 2002, 4, 695.

Alkylation

SnCl4

CH2Cl2, –78 °C
70%

+

5 examples (yields 69-70%).

Tandem thionium/N-acyliminium cyclization.
Padwa, A.; Danca, M. D. Org. Lett. 2002, 4, 715.

Cyclization

The desired diastereomer for jamtine was the major product and could be separated from the mixture.

(±)-jamtine

Negishi coupling between α-allyl(aryl)thiovinylzinc chloride and α-bromo vinyl ether.
Su, M.; Kang, Y.; Yu, W.; Hua, Z.; Jin, Z. Org. Lett. 2002, 4, 691.

sp2-sp2 Coupling

10 examples (yields 70-91%).

87%
(2 steps)
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MeO

OBn

MeO
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MeO

O Me

Copper-catalyzed coupling of aryl iodides with aliphatic alcohols.
Wolter, M.; Nordmann, G.; Job, G. E.; Buchwald, S. L. Org. Lett. 2002, 4, 973.

C-O Coupling

15 examples (yields 40-97%) of primary alcohols, 4 examples (yields 6 7-92%) of secondary alcohols and 5 examples (yields 54-96%) of aliphat ic alcohols.

CuI (10 mol%)
1,10-phenanthroline (20 mol%)

Cs2CO3 (1.4 equiv.)
BnOH, 110 °C, 18-24 h

93%

MeCH=CHCH2OH (2 equiv.)
CuI (10 mol%)

1,10-phenanthroline (20 mol%)

Cs2CO3 (1.4 equiv.)
PhMe, 110 °C, 22-38 h

86%

Bn SMe

OTf O

SMeBn

OTf

SMe

Me

O

SMe

Me

Preparation of α-sulfenyl enones by thermal fragmentation of β-sulfenyl enol triflates.
Hynes, J.; Nasser, T.; Overman, L. E.; Watson, D. A. Org. Lett. 2002, 4, 929.

Oxidation

10 examples (yields 37-89%).

2,6-lutidine (1.5 equiv.)

MeCN, ∆, 12 h
82%

2,6-lutidine (1.5 equiv.)

DMSO, 80 °C, 6 h
89%

N+ N
O–

O

R
SiCl3

A

R

OH

Catalytic enantioselective allylation of aldehydes with allyltrichlorosilane.
Malkov, A. V.; Orsini, M.; Pernazza, D.; Muir, K. W.; Langer, V.; Meghan i, P.; Kocovsky, P. Org Lett. 2002, 4, 1047.

Allylation

11 examples (yields 10-85%, %ee 4-92%).

R

Ph
p-MePh
p-ClPh
p-NO2Ph

Yield

78%
71%
62%
58%

%ee

90%
87%
89%
65%

+

1.1 equiv.

A (7 mol%)
Bu4NI (1 equiv.)

CH2Cl2, –60 °C, 1 d

O

OSiMe3Me3SiO

O

Br O

O

O

Br

OMe

Me3SiO OSiMe3

OH H

O
H

H O
OMe

Chemo-, regio- and diastereoselective synthesis of functionalized 2-alkylidenetetrahydrofurans.
Langer, P.; Armbrust, H.; Eckardt, T.; Magull, J. Chem.–Eur. J. 2002, 8, 1443.

Heteroannulation

A purification procedure for these compounds utilising an ion-exchange r esin to scavenge by-products is also reported.

TiCl4 ( 2 equiv.)
CH2Cl2, –78 °C → rt, 17 h

              (1 equiv.)
TiCl4 ( 2 equiv.)

4 Å MS
CH2Cl2, –78 °C → rt, 17 h

30%

(1 equiv.)

62%
E/Z = 98:2

OMOM

Et

Se+OTf —

Ph CO2HPh
OH

OPh

*ArSe

O
O

Ph

SeAr*

Stereoselective functionalization of alkenes utilising a series of new chiral selenium electrophiles.
Uehlin, L.; Fragale, G.; Wirth, T. Chem.–Eur. J. 2002, 8, 1125.

Selenocyclization

                           (1 equiv.)

collidine (3 equiv.)
MeOH (10 equiv.), –100 °C, 3-4 h

                            (2.2 equiv.)

collidine (3 equiv.)
MeOH (10 equiv.), –100 °C, 3-4 h

88%
dr = 86:14

80%
dr = 92:8

10 examples (yields 41-92%, %de 68-95%).
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