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Sulfoxonium Ylide
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... Made Enantioselective
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Ok, a 2-carbon ring expansion

Li |
/ \\\‘ |2 (3 eq) Bu \\H
NaHCO; (3 eq) HON L
BF,-OEt, Lmdlar MeCN

Barks, J. M.; Knight, D. W.; Seaman, C. J.; Weingarten, G. G. Tetrahedron Lett. 1994, 35, 7259-1262.



Chloroallyllithium as vinyl carbene
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Carbene-Induced Ring Expansion
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trans-Whiskey Lactone
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trans-Whiskey Lactone
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Flourinative Ring Expansion
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NHC-catalyzed Ring Expansion
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NHC Also Works for Cyclopropanes
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entry 7 R!, R? time (h) 8, yield (%)®
1° 7a CEHE, CEHE 24 Sﬂ., 92
2 7b CgHs, p-MeO-CgH, 6 8b, 85
3 e CgHs, p-Br-CgH, 6 8¢, 75
4 7d  CgH;, m-Cl-CgHy 5 8d, 78
5 7e  CH, H 8 8e, 50
6 7f C¢Hs, Me 3 8f, 55
7 7¢  C¢Hs, "Pr 4 8g, 63
8 7h p-BI‘-CEH,;, CEH5 7 Sh, 73
9 71 p-Me-CgH,, CgHj5 10 81, 70
10 7] p-MeO-CgH,, C¢Hj5 10 8j, 68
119 7k ‘Bu, C¢H; 12 8k, 30

? Reaction conditions: 7 (1.0 mmol), 5 mol % 5. 30 mol % DBU. 4 A
MS (0.1 g) in dioxane (5.0 mL) at 65 °C. ? Isolated yields. “ 2 mol % 5 and
5 mol % DBU were used. ¢ 81 was isolated in 30% yield.
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LiDBB & the Total Synthesis of (+)-Ocimenoyl Oxide
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More LIDBB

© i) LIDBB (xs), AlnPrs

RAIL @ Me,O-THF (9:1), -78 °C O°
A >
n ii) CO,

i) H* —

57%

\

LiDBB
6
\‘) 4 7 8 8\ - OAInPry 4 , .
N © 9B /1 Ol o co, Lo

& = | - —

@E_ 7 1 OAlIPrs 2\V/3 2 7 |5 OAInPrs O (| OAmPr;

| 4
8 6

Mudryk, B.; Cohen, T. J. Org. Chem. 1991, 56, 5760-5761.



Pyrrolidines and Azepanes
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Pyrrolidines and Azepanes

Ph
Eh = Me =z
3 MeOTf " \/\/ KHMDS
N ON N o
. Ph Ph—/ Me ® N/
Bn o Me Ph
TfO

o 5
|
L
|

{
{

|
Me Ph Me Ph Me

Couty, F.; Durrat, F.; Evano, G.; Marrot, J. Eur. J. Org. Chem. 2006, 4214-4223.



Pyrrolidines and Azepanes
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Aminals to Piperidines
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Aminals to Piperidines
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