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Polymer supported Ru-catalyzed ring closing olefin metathesis.
Akiyama, R.; Kobayashi, S.  Angew. Chem. Int. Ed. 2002, 14, 2602.

Ring Closing Metathesis

7 examples (yields 57-98%).

TiCl4 (1.5 equiv.)

CH2Cl2, 0 °C, 30 min
92%

(OC)6Co2

O

n-Bu

CO2Me
(OC)6Co2

O

n-Bu CO2Me

Co-mediated rearrangement of cyclic enol ethers.
Carberry, D. R.; Reignier, S.; Myatt, J. W.; Miller, N. D.; Harrity, J. P. A. Angew. Chem. Int. Ed. 2002, 14, 2584.

Ferrier Rearrangement

8 examples (yields 70-98%).

NEt2

O

O

NEt2

Al Cl

(a)

(b)

A (10 mol%)
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4 Å MS
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Enantioselective Al-catalyzed synthesis of cyanohydrins.
Casas, J.; Nájera, C.; Sansano, J. M.; Saá, J. M. Org. Lett. 2002, 15, 2589.

1,2-Addition

13 examples (yields 70-99%, %ee 66->99%).

>98%
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Enantioselective Cu-catalyzed addition of alkynes to enamines.
Koradin, C.; Polborn, K.; Knochel, P. Angew. Chem. Int. Ed. 2002, 14, 2535.

1,2-Addition

13 examples (yields 50-99%, %ee 54-90%).

+
(1 equiv.)(1.3 equiv.)

91%
er = 91:9A

Enantioselective Zn-catalyzed addition of terminal alkynes to aldehydes.
Byoall, D.; Frantz, D. E.; Carreira, E. M. Org. Lett. 2002, 15, 2605.

1,2-Addition

14 examples (yields 67-96%, %ee 80-99%).

Yield

90%
96%
85%
67%

%ee

95%
92%
99%
89%

O

HR1 R

Zn(OTf)2 (1.1 equiv.)
(+)-N-methyl ephedrine (1.2 equiv.)

NEt3 (1.2 equiv.)
PhMe, rt

+

R1

C6H11
i-Pr
t-Bu
Ph

H R2

OH

R2

R2

SiMe3
Ph
(CH2)2Ph
(CH2)2Ph
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Formal total synthesis of ascidiatrienolide A and the didemnilactones.
Fürstner, A.; Schlede, M. Adv. Synth. Catal. 2002, 344, 657.

Ring Closing Metathesis

A (2 mol%)

CH2Cl2, ∆, 1 d

4 examples (yields 43-83%, 1:2.8 ≥ E:Z ≥ 8.4:1).

79%
E:Z = 1:2.8

Ru
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H
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Ru-catalysed enyne metathesis.
Randl, S.; Lucas, N.; Connon, S. J.; Blechert, S. Adv. Synth. Catal., 2002, 344, 631.

Metathesis

A (10 mol%)
CH2=CH2

CH2Cl2, 50 °C, 3 h
62%

Ni(cod)2

PhMe, 80 °C
82%

9 examples of enyne metathesis (yields 49-99%).

RVC anode
Pt cathode, undivided cell

0.03 M Et4NOTs

MeOH-THF (3:7)
8 mA, 2F/mole
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Oxidative cyclization based on reversing the polarity of enol ethers and  ketene dithioacetals. 
Liu, B.; Duan, S.; Sutterer, A. C.; Moeller, K. D.  J. Am. Chem. Soc. 2002, 124, 10101.

Oxidative Cyclization

29 examples (yields 20-96%).

Ni(acac)2 (10 mol%)
Ph3P (20 mol%)

CO2 (1 atm.)

Et2Zn (4.5 equiv.)
THF, rt, 19 h

94%

Ni(acac)2 (15 mol%)
Ph3P (30 mol%)

CO2 (1 atm)

Ph2Zn (4.9 equiv.)
THF, rt, 20 h

90%

TsN TsN

CO2Me
H

H

TsN TsN
Ph

CO2Me
H
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Regio- and stereoselective Ni-catalyzed ring-closing carboxylation of bis-1,3-dienes.
Takimoto, M.; Mori, M.  J. Am. Chem. Soc. 2002, 124, 10008.

Ring Closing Carboxylation

9 examples (yields 56-95%).

A (2 mol%)
2-cyanopyrrole (2 equiv.)

PhMe, rt

N

N

N

CN O

Et

Ph

A 93%
er = 95:5

O

C

Ph Et

Enantioselective Fe-catalyzed addition of amines to ketenes.
Hodous, B. L.; Fu, G. C.  J. Am. Chem. Soc. 2002, 124, 10006.

1,2-Addition

7 examples (yields 80-96%, %ee 81-98%).
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