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OPPI BRIEFS 

Si lylat ion of 2-( lH)-~ridone.  General Rocedure.- m i d o n e s  I (0.015 m o l ) ,  

imidazole (0.06 g., 0.09 mol l  and hexamethyldisilazane (15 g., 0.09 m l )  were 

s t i r r ed  at TO0 for  1.5 hr. 

150 nunEg, t he  remaining crude pmducts were fractionated in vacuo (see Table 

1) t o  give 2-trimethylsilyloxy pyridines I1 as colorless l iquids.  A l l  these 

campounds are extremely sensi t ive t o  moisture. 

After removal of excess helcamethyldiailazane a t  
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3. M. V. Balykina, E. S. Zhdanovich and N. A. Preobrazenskii, T r .  Vses. 
Nauchn. - Issled. Vitamin Inst . ,  1, 8 (1961); CA, 2, 11417 (1963). 

SIMULTANEOUS PREPARATION OF BROM3ACETIC ACID AND ACETYL CHLORIDE 

Submitted by Janusz Swietoslawski 
(12/26/78) 

The Research Laboratory of the  "Organika-Azot" 
Works, 32-510 Jaworzno, POLAND 

eeksander  Ratajczak' 

Department of Organic Synthesis, Si les ian 
University, 40-006 Katawice, P O M D  

The successful use of bromine chloride as a bromination agent has 

been reported for  b r d n a t i o n  of arene and preparation of bromo- 

s i lane  derivative^.^ Bra ina t ion  of other organic compounds has not been 

investigated, owing t o  supposed side-reactions, especially chlorination 

since bromine chloride i n  both l iqu id  and gaseous states always occurs i n  

equilibrium with chlorine and bromine.5 W e  now report  tha t  bromine chlor- 

ide reacts  eas i ly  with acet ic  anhydride. The reaction proceeds very rapid- 
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l y  above 90' (10-30 min. 1. If a c e t y l  ch lo r ide  i s  removed as it forms, pure 

bromoacetic ac id ,  f r e e  of  ch lo roace t i c  ac id  i s  e a s i l y  obta ined  gene ra l ly  i n  

y i e l d  g r e a t e r  than 90%. 6 

(CH3C0),O + B r C l  - > BrCH2COOH + CH3COC1 

The method developed f o r  t h e i r  simultaneous prepara t ion  i s  a good example 

of  r a t i o n a l  u t i l i z a t i o n  of  r a w  ma te r i a l s .  

EXPERIMENTAL 

Bromoacetic ac id  and Acetyl ch lor ide . -  Bromine ch lo r ide  (116 g . ,  1 mole) 

w a s  dropped over 25 min. i n t o  b o i l i n g  a c e t i c  anhydride (102 g . ,  1 mole). 

The ace ty l  ch lo r ide  generated,  bp. 52-58O, w a s  simultaneously d i s t i l l e d  

through a Vigreux column.' 

7,8 

The y i e l d  w a s  62 g. (82%).  The r eac t ion  mixa 

t u r e  w a s  cooled and 1 0  ml of  water was c a r e f u l l y  added t o  hydrolyze mixed 

a c e t i c  bromoacetic anhydride formed i n  a s ide- reac t ion .  Vacuum d i s t i l l a -  

t i o n  of  t h e  r e s u l t i n g  mixture gave 132 g. (95%) o f  bromoacetic ac id ,  bp. 

115-118'/15 mm, mp. 46-48'. 
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7. 

8. 

9. 

Bromine chloride w a s  prepared through dissolut ion of an equimolar amount 
of gaseous chlorine i n  l i q u i d  bromine. 

A dropper with bromine chloride was cooled with D r y  Ice  t o  keep the  t e m -  
perature between -20' and -40' (bp. of bromine chloride i s  +5'). 
dropper o u t l e t  w a s  immersed i n  t h e  l iquid.  

The reaction i s  strongly exothermic. 
d i s t i l  the  acetyl  chloride formed. 

The 

The heat evolved i s  su f f i c i en t  t o  
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A four s t ep  procedure [shown fo r  1,7-dimethylindan ( V ,  44% y i e l d ) ]  

provides a s e l ec t ive  and convenient synthesis of 1,7-substi tuted indans. 

I - IIIa, R = H 
IIIb, R = CH, 
- 
- 

V - IVa, A = 0 - IW, A = "HC6H3(N02)2 
- 

a)BrC€$C02CI13, Zn(Cu) ,  Ph, A .  b l P d l C ,  H2, HOAc, A .  c )PPA,  A on m. 
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