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Abstract: The first asymmetry synthesis of glutinone and its three diastereoisomers were carried 
out in 8 steps and the stereochemistry of this natural product was given out.  
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Rencently, two new sesquiterpenoids, glutinone 1 and lucinone 2, were isolated from the 
aerial parts of traditional medicine2 Jasonia glutinosa1 by Castillo and co-workers3.  
However, Castillo only gave the structure of glutinone, but its absolute configuration is 
still unknown.  Here, we wish to report our stereoselective construction of the four 
possible diastereoisomers (9a, 9b, 9c & 9d) of glutinone.  By comparing the spectrum 
data with that of the natural product, we outlined the stereochemistry of glutione 1. 
 

Scheme 1 
 

         
   
 
Starting from (+)-dihydrocarvone 3a, we got α-cyperone 4a in three steps4.  
Deoxygenation5 of 4a with AlCl2H gave the diene 5a.  According to Sharpless’ method6, 
5a was treated with commercially avaliable AD-mix-β in t-BuOH-H2O to afford diols 6a 
in 90% yield.  After 6a was protected by its acetonide, which was oxidized by O3 to 
give dione 8a.  Deprotection in 60% HOAc, one of the four possible diastereoisomers 
of glu- tione 9a was obtained. Again, 9b was obtained in the similar way when 
AD-mix-α was used.  Next, same reactions were carried out from (−)-dihydrocarvone 
3b, we got the other two isomers 9c & 9d.  Confirmed by the spectrum data with that of 
the natural product, so we found that 9a has the absolute configuration as shown for the 
natural compound 17. 
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Scheme 2 
 

 
Reagents and conditions: a. ref 4, 70% ;  b. AlCl2H, ether, 92%;  c. AD-mix-α&β, ButOH-H2O, 
0oC, over 85%;  d. cat. TsOH, acetone, 88%;  e. O3, Py, CH2Cl2, 56%; f. 60% HAc, reflux, 90%. 
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3a=5a-H
3b=5b-H

4a=7R
4b=7S

5a=7R
5b=7S

a b

6a=7R,11R
6b=7R,11S
6c=7S, 11R
6d=7S,11S

c d

e f

7a=7R,11R
7b=7R,11S
7c=7S, 11R
7d=7S,11S

8a=7R,11R
8b=7R,11S
8c=7S, 11R
8d=7S,11S

9a=7R,11R
9b=7R,11S
9c=7S, 11R
9d=7S,11S
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