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COREY-FUCHS ALKYNE SYNTHESIS
(References are on paoge 566)
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Mechanism: &'

The mechanism of dibromoolefin formation from the aldehyde is similar to the mechanism of the Wittlg reaction.
However, there is very little known about the formation of the alkyne from the dibromoolefin. The mechanism below is

one possible pathway to the observed product.
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WOLFF REARRANGEMENT

(References are on page 711)
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13c Purpurolide C (8)
Table S9. Epoxidation for 13c¢.

Entry Reagent Solvent T(*C}) Time Result
1 DBU (3 equiv.), TBHP (5 equiv.) CH:Clz Otort 1d NR
CH:Clz
2 DBLU (3 equiv.), TBHP (5 equiv.) (concentrated) rt 3d decompose
3 NaOH (1.2 equiv.), TBHP (5 equiv.) CH2Clz, H20 rt 1d NR
4 Triton B ( ldrop), TBHP (5 equiv. ) CH:Cl: rt | min decompose
5 BusNOH (0.1 equiv.), TBHP ( 1.4 equiv.) THF, Hz0D Otort 1d MR
6 n=Buli(1.] equiv.), TBHP (1.5 equiv.) THF 0to 100 1d NR
7 n-Buli (5.5 equiv.), TBHP (7.5 equiv.) THF Otort 1d NR
g DBU (3 equiv.), TBHP (5 equiv.) DCE 100 1d NR
9 DBN (10 equiv.), TBHP (10 equiv.) CH:Clz 0 tort 1d NR

Vi acac)z( ] equiv.), TBHP (3 equiv.),

10 2 G=lutidine (1 equiv.) toluene rt 2d MR
11 DMDO (2 equiv.) acetone 0 lh 13
12 NaClO (2 equiv.) diethyl ether, DMF 0 2h 13
13 NMO (2 equiv.) dioxane 100 1d MR
14 NMO (4 equiv.) dioxane 100 12h decompose
15 DBL (1.5 equiv.), mCPBA (3 equiv.) CH:Clz rt to 60 1d MR

16 DBU (1.5 equiv.), mCPBA (6 equiv.) CH:Cl 60 1d SM+S6
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DBU (6 equiv.), mCPBA (3 equiv.)
K2C0s (2 equiv.), mCPBA (2 equiv.)
KOH (2 equiv.), mCPBA (2 equiv.)
KOH (2 equiv.), mCPBA (2 equiv.), 1 8-C-6
(0.5 equmv.)

KHCO: (8 equiv. ), mCPBA (4 equiv.)
KHMDS (] equv.), mCPBA (1 equiv,)
NaOH (10 equiv. ), H202 (50 equiv.)
NaOH (1.2 equiv.), H20z (5 equiv.)

=BulNHz2(0.5 equiv. ), H202 (4 equiv.)
LiOH (1 equv.), H2O2(5 equuv.)
NaOH (1.2 equv.), H:0= (5 equuv.)
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