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OPPI BRIEFS Volume 17, No. 3 (1985) 

- Anal. Calcd f o r  C14HgP5N304: C, 44.S8t H, 2.14; F, 25.18: N, 11.14 

Found: C, 44.67; H, 2.22; F, 25.26; N, 11.06 

NMR (DMSWdg): 8 3.26 (s, 3, N-(!E3), 7.2 (m, 3s A d ) ,  8-65. 9.0 (d, 2 

coupled A d ) .  Mass spectrum: H+' 377. 

-S 

1. B. A. Dreikorn and K. E. Kramer, U. S. Patent  4407820 (1983); Chsm. 

Abstr., 98, 7 1 6 5 2 ~  (1983). 

2. N. Weiner, Org. Syn. Coll. Vol. 2, 279 (1943). 

3. Chemineer, Inc., P. 0. Box 1123, Dayton, Ohio 45401. 

A alNVWIENT, !IWO-STEp SPNPIESIS OF BICYUO[3.3.0]OCT-l(5)-~E 

Submitted by Paul J .  Okarma and Joseph J. h r i n g i  
(2111 85)  

Department of Qemistry 
Pale University 
New Haven, Connecticut 06511 

During the  course of 8 ool laborat ive e f f o r t  on the study of the s o l i d  

s t s t e  "R spectra  of alkenes, a sample of bicyclo[3.3.0lo~t-1(5)-ene CL) 
was desired.' kthough & had been prepared by a var ie ty  of routes ,% none 

of them were convenient. It appeared possible  t o  obtain L vir a reductive 

coupling of carbonyl groups.' The use of the high d i lu t ion  procedure of 

McMurry might a l l o r  the  conversion of 1,5-cyclooctanedione (2) t o  L.4 

2 1 
212 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
1
:
2
3
 
2
7
 
J
a
n
u
a
r
y
 
2
0
1
1



Volume 17, No. 3 (1985) OPPI BRIEFS 

The oxidat ion of commercially ava i lab le  1 ,5-cyclooctanediol produced 

- 2 i n  exce l len t  yie1d.s The conversion of 2 t o  & using TiC13 and ZPCU con- 

p l e  i n  dimethoryethane under high d i l u t i o n  condi t ions produced ;1 i n  32% 

yield.  The main d i f f i c u l t y  l i e s  i n  t h e  v o l a t i l i t y  of L and t h e  nced f o r  a 

careful  d i s t i l l a t i o n  i n  i t s  i so la t ion .  

EWERIWTAL. SECTION 

Bic~clo[3.3.0loct-1(5)-ene La- The general procedure of McMurry was fol-  

lowed. In an oven dr ied,  three-necked f l a s k  f i t t e d  with a condenser were 

placed 3.0 g (45 m o l )  of Zn-CU couple,' 3.15 g (21 m o l )  TiCIJ and 50 ml 

of dry dimethoxyethane ( d r i e d  by ref luxing over sodium followed by 

d i s t i l l a t i o n ) .  The reac t ion  was maintained under a p o s i t i v e  pressure of 

argon and the  other  j o i n t s  were sealed with rubber septa.  The s l u r r y  was 

heated t o  r e f l u x  f o r  one hour giving a black mixture. A t  continued r e f l u x  

with s t i r r i n g ,  125 mg (0 .89  md) of 2, i n  30 ml of dry DME was added drop- 

wise - a syringe pump over a 9 h r  period followed by 12 h r s  reflux. 

An addi t iona l  125 mg ( 0 . 8 9  m01)  Of 2, i n  30 ml of dry DME was added d r o p  

wise over a 9 h r  period and the  r e a c t i o n  was heated t o  a gent le  r e f l u x  f o r  

1 2  b r s  a f t e r  the completion of the second addi t ion.  The r e a c t i o n  mixture 

was then cooled t o  room temperature and 25 ml of pentane was added. The 

mixture was f i l t e r e d  through a pad of F l o r i s i l  and the  f l a s k  was r insed  

with an addi t iona l  por t ion  of pentane. The major por t ion  of the solvents  

were removed by slow d i s t i l l a t i o n  through a 1 0  cm g l a s s  bead packed CO- 

lumn. The so lu t ion  then was t ransfer red  t o  a smaller f l a s k  with a minimum 

of pentane and the  so lu t ion  was f u r t h e r  concentrated by d i s t i l l a t i o n .  

of 

Examination of the pot res idue by 'H NMR showed i t  t o  be pr imari ly  

(62 mg, 32%) was i s o l a t e d  by preparat ive gas chromatog- DME and A. Pure 

raphy using a 12' x 1f4" 20 % SE-30 column a t  SOo.  
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Bicyc 0[3.3.01oct-l(5)-ene &: 6 2.18 ( b r  s), 
lit.)' 2.18 ( b r  s). Mass Spectrum ( d e ,  r e l a t i v e  i n t e n s i t y ) :  109 
(4,&1), 108 (47, M+), 107 (71, 93 (431, 91 (281, 81 (7), 80 (100, P+), 79 
(941, 78 (12). 77 (341, 67 (19). 66 (101, 65 (12). 
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