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[;-C H 3 Sn[OCRI2 t 4 R t L i  -> 2R'-C-R t [n-C H ] SnRf2  t 2 L i 9  4 9 2  - 4 9 2  
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[n-C4H9]3SnOC(CH2)nCOSn[C4Hg-~]3 t 4 R ' L i  -> 

II t [n-C H 3 S n R f 2  t 2Li20 
0 4 9 2  

R = CH3,  ;-C4H9 R '  = n - C 4 H g ,  C 6 H 5  n = 2, 4 ,  8 
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JOHN L. FERRARI 

I In an extension of previous work it is found that mono- 

and diketones are obtained from organotin esters"' by re- 

action with alkyl or aryl lithium compounds. Aliphatic 

dicarboxylic esters have been reported to react with lithium 

reagents to give bitertiary glycols; lithium carboxylates , 
carboxylic acids and esters have produced ketones and tertiary 

alcohols by reaction with organolithium compounds. 6 y 7  Studies 

of the kinetics and mechanism of  some of these reactions have 

been reported. 5,6,8 

Di-;-butyltin sebacate had been reported3 to be a straight 

chain heptamer; however, recrystallization from xylene/;-hexane 

at -2OOC gave a product (mp. 80-82OC) which exhibited no free 

acid group in the infrared spectrum indicating a cyclic 

structure. The gaseous cyclic product is monomeric as deter- 

mined by mass spectroscopy. Cyclic di-pbutyltin esters of 

adipic and succinic acids3 are trimeric in the vapor state. 

EXPERIMENTAL 

5,8-Dodecanedione: At O°C (internal temperature, ice-salt 

bath) an ethereal solution of ;-butyllithium (5.12 g in 55 ml) 

was added dropwise with stirring to a suspension of bis(tri- 

- n-buty1tin)succinate (13.9 g) in 200 ml of anhydrous ether 

under an argon atmosphere. After addition the reaction mixture 

was stirred at O°C for three hours and then hydrolyzed at O°C 

with 150 ml of 5% potassium chloride solution. After ex- 

traction with three 150 ml portions of ether the combined 

extracts were washed with water, dried over anhydrous sodium 

sulfate, filtered and concentrated (16.7 g). 

Chromatography on neutral alumina (petroleum ether, 

bp. 30-60"~) afforded 13.2 g of tetra-c-butyltin as the first 
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OPP REPORTS 

f r a c t i o n ,  i d e n t i c a l  w i t h  a n  a u t h e n t i c  sample by comparison 

o f  I R ,  VPC and r e f r a c t i v e  index .  E l u t i o n  w i t h  benzene gave 

0.72 g of  t h e  d i k e t o n e ,  mp. 48-50"C which a f te r  r e c r y s t a l l i -  

z a t i o n  from pe t ro leum e t h e r  ( c h a r c o a l )  me l t ed  a t  49.5-50.5OC. 

An nmr spec t rum o f  t h e  d i k e t o n e ,  i n  carbon t e t r a c h l o r i d e ,  

was de termined  on t h e  Var i an  A-60, A n a l y t i c a l  nmr Spec t rometer .  

The r a t i o  of  methylene p r o t o n s  a d j a c e n t  t o  t h e  ca rbony l  groups  

(7.70 T )  t o  nonad jacen t  p r o t o n s  (8.70 T )  was found t o  be  

8.17:13.9) T h i s  i s  c o n s i s t e n t  w i t h  t h e  5,8 p o s i t i o n  o f  t h e  

ca rbony l  g roups .  

Anal.  Calcd .  f o r  C12H2202: C, 72.68; H, 11.18; Mol.wt . ,  198. 

Found: C ,  72.93; H ,  10.90; Mol.wt. ,  194 (benzene ) .  

Acetophenone: P h e n y l l i t h i u m  r e a g e n t  (6.7 g i n  38 m l  o f  30:70 

e t h e r : b e n z e n e  w i t h  1 5 %  m i n e r a l  o i l )  was r e a c t e d  as above w i t h  

d i - n - b u t y l t i n  - a c e t a t e  (7.01 g )  e x c e p t  t h a t  t h e  i n t e r n a l  temper- 

a t u r e  was -70°C ( a c e t o n e ,  d r y - i c e  b a t h ) .  After  t h r e e  hour s ,  

t h e  t e m p e r a t u r e  was a l lowed t o  r i s e  t o  O°C, t h e  m i x t u r e  was 

hydro lyzed  and p rocessed  as above.  The f i r s t  chromatographic  

f r a c t i o n  ( e l u t e d  w i t h  pe t ro l eum e t h e r )  was a m i x t u r e  of 

m i n e r a l  o i l  and d i - q - b u t y l d i p h e n y l t i n  which was d i s t i l l e d  t o  

g i v e  p u r e  p r o d u c t :  6.42 g ;  bp.  137'/0.2 mm. E l u t i o n  w i t h  

benzene i s o l a t e d  0.82 g of  ace tophenone;  t h e s e  p r o d u c t s  were 

c h a r a c t e r i z e d  as above.  
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CORRECTION 

Vol. 1, p .  329 (1969) .  Under C lean ing  S o l u t i o n  s h o u l d  read: 
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