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OPPI BRIEFS 

picrate salt, best prepared by treatment with excess saturated 

methanolic picric acid followed by decomposition of the pure 

picrate, mp. 123O, with aqueous base. 
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ESTERS OF (+)HEXAHYDRO-5-HYDROXYMETHYL-2H-AZEPIN-2-ONE 
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The Macromolecular Research Center 
The University of Michigan 
Ann Arbor, Michigan 48104 

Five new derivatives (11) of (+)hexahydro-5-hydroxymethyl- 
1 2H-azepin-2-one (I) have been prepared and characterized. 

I 

H O  

Q H 2 - 0 ~  

I1 

EXPERIMENTAL' 

11, R = 
1-Mentoxyacetyl 
Phthaloyl-1-phenylalanyl 
D-10-Camphorsulfonyl 
Pht haloy 1-H 
Succinoy 1-H 

Hexahydro-5-(R-menthoxyacetoxymethyl)-2H-asepin-2-one 

A solution of 6.6 g (0.028 mole) R-menthoxyacetyl 

IIa). - 

chloride2 -83.7' (C, 2.0 chloroform), (bp. 67"/0.04 m),  
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J. A .  MOORE 

i n  35 m l  o f  e t h a n o l - f r e e  ch lo ro fo rm was added dropwise  t o  a 

s t i r r e d  s o l u t i o n  of  I , 4  g (0 .028  mole)  i n  45 m l  o f  p y r i d i n e  a t  

0". The mix tu re  was s t i r r e d  f o r  3 h r  a t  0" and t h e n  f o r  9-10 

h r s  a t  room t empera tu re .  The p y r i d i n e  and ch lo ro fo rm were 

removed under  reduced  p r e s s u r e .  The r e s i d u e  was d i s s o l v e d  i n  

ch loroform and washed wi th  1 N HC1, t h e n  1 N sodium b i c a r b o n a t e  

and f i n a l l y  wi th  water. Evapora t ion  o f  t h e  ch lo ro fo rm y i e l d e d  

a r e s i d u e  which was c r y s t a l l i z e d  from "_-pentane t o  g i v e  8.7 g 

( 9 0 % )  o f  a w h i t e  s o l i d ,  mp. 54-59"; t h e  e s t e r  i s  s o l u b l e  i n  

most o r g a n i c  s o l v e n t s .  

( + ) H e x a h y d r o - ~ - ( p h t h a l o y l - l - p h e n y l a l a n y l o x y m e t h y l ) - 2 H - a z e p i n -  

2-one ( I I b ) .  - The compound was p repa red  a s  d e s c r i b e d  f o r  I I a  

from 3.14 g ( 0 . 0 1  mole) o f  ph tha loy l -1 -  a l a n y l  c h l o r i d e 3  (mp. 

82-83", -96" ( c ,  2 .2  b e n z e n e ) ) ,  and 1 .43  g ( 0 . 0 1  mole)  

o f  I .  Removal of  t h e  ch loroform a t  t h e  l a s t  s t e p  gave an 

a n a l y t i c a l  sample a s  a c o l o r l e s s  s o l i d ,  mp. 152-158'. 

(+)Hexahydro-~-(D-lO-camphorsulfonoxymethyl)-2H-azepin-2-one 

( I I c ) .  - The compound was p repa red  as d e s c r i b e d  f o r  I Ia  from 

1 0  g of  D-10-camphorsulfonyl c h l o r i d e 4  (mp.  67-68") and 5 g 

of  I excep t  f o r  t h e  work up which c o n s i s t e d  o f  pour ing  t h e  

r e a c t i o n  mix tu re  i n t o  40 m l  o f  water,  1 0 0  g o f  i c e  and 5 .6  g 

o f  conc.  HC1. R e c r y s t a l l i z a t i o n  of  t h e  wh i t e  powder from "_- 

propanol  gave n e e d l e s ,  mp. 143.5-144.5'. 

(+)Hexahydro-5-(hydrogen phthaloyloxymethyl)-2H-azepin-2-one 

( I I d ) .  - P h t h a l i c  a n h y d r i d e ,  14 .8  g ( 0 . 1  m o l e ) ,  and ( ? ) h e x a -  

hydro-5-hydroxymethyl-2~-azepin-2-one, 1 4 . 3  g ( 0 . 1  m o l e ) ,  were 

d i s s o l v e d  i n  1 2 5  m l  o f  p y r i d i n e  on a steam b a t h  and h e a t e d  f o r  
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O P P I  BRIEFS 

12 h r s .  The pg r id ine  was removed under reduced p res su re  

l e a v i n g  a w h i t e  s o l i d .  The s o l i d  was d i s so lved  i n  a s o l u t i o n  

of sodium carbonate  and e x t r a c t e d  twice w i t h  100 m l  p o r t i o n s  

o f  chloroform. The a d d i t i o n  o f  excess  4 N H C 1  p r e c i p i t a t e d  

the  s o l i d .  R e c r y s t a l l i z a t i o n  from 1100 m l  of  n-propanol gave 

25 g (86%) of  f i n e  white  need le s ,  mp. 198-201O ( d e c . ) .  

(+)Hexahydro-5-(hydro~en succinoyloxymethyl)-2H-azepin-2-one 

( I I e ) .  - The compound was prepared as desc r ibed  f o r  I I d  from 

3 g of s u c c i n i c  anhydride and 4.3 g of  I. However, the  

viscous l i q u i d  obtained a f t e r  evapora t ion  could not  be induced 

t o  c r y s t a l l i z e  although it gave a c o r r e c t  e lemental  a n a l y s i s .  

IR(nea t )  : 3280, 3150-2500 , 2930, 1640, 1635, 1170 cm’l. 

Elemental Analyses 

Calculated Found 

c, H, N c ,  H ,  N 

I Ia  67.22 9.80 4.13 67.27 9.74 4.17 

I I b  61.85 5.88 4.81 61.84 5.89 4.81 

l l c a  57.13 7.61 3.92 51.31 7.35 3.92 

I I d  68.56 5.75 6.66 68.44 5.86 6.49 

I Ie  54.31 7.04 5.76 54.11 7.30 5.62 
- - - - - - - -  

a)  Caled.: S ,  8.95. Found: S, 9.00. 
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formed by Alfred Bernhardt Microanalyt isches Laboratorium, 
Mulheim (Ruhr) ,  West Germany and by Spang Mic roana ly t i ca l  
Laboratory,  Ann Arbor, Michigan. A Bendix-Ericsson Type 
1 4 3 A  po la r ime te r  was used i n  determining o p t i c a l  a c t i v i t y  
a t  t h e  sodium D l i n e .  
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