
15.5.1976 S P E C I A L  I A  549 

Les auteurs  sont  seuls responsables des opinions exprim6es dans  ces br~ves communicat ions .  - F i i r  die Kurzmi t t e i lungen  
ist ausschliesslich der  Au to r  verantwor t l ich .  - Per  le brevi  comunicazioni  ~ responsabile  solo l'autore. - The  editors 
do no t  hold themselves  responsible for the  opinions expressed in the  authors '  brief  reports.  - 0TSeTCTBe~H0CTS 3a 

K0p0TK~te coo6me~nn HeC~T HCK~0qHTeJ~hH0 aBT0p. - E1 responsable de los informes reducidos,  estA el autor. 

Spontaneous Deoxygenation of N-(3 ,4 -Methylenedioxybenzyl ) -Acetohydroxamic  Acid: An Excep- 
tionally Facile Process 

B. GANEM 1 

Department of Chemistry, Cornell University, Ithaca (New York 14853, USA), 24 November 7975. 

Summary. An except ional ly  facile spontaneous deoxygena t ion  of N-(3 ,4-methylenedioxybenzyl ) -ace tohydroxamic  
acid to its corresponding amide, w i thou t  apparen t  l i tera ture  precedent ,  is reported.  

In  the  course of devising a new reduct ive  rea r rangement  2 
for the  synthesis  of biological ly i m p o r t a n t  pept ide  deri- 
va t ives ,  we had  occasion to prepare  N-(3 ,4-methylene-  
d ioxybenzy l )ace tohydroxamic  acid 4 and present  here  
evidence for its unusual ly  rapid t he rma l  decomposi t ion 
to the  corresponding acetamide.  I n  order  to ob ta in  an 
au thent ic  sample of 4, s tandard  procedures  were employed 

0 N --R I 

1 2 R~= Rz*H 5 
3 R 1 = R 2 - COCH 3 
4 R 1 = COCH 3 : R 2 = H 

as out l ined in Scheme I. Reduc t ion  of 1 (m.p. 110 ~ 
using diborane ~ afforded the  hydroxy lamine  2, m.p.  
43-45 ~ ~NMR (CDC18) ~ 3.92 (s, 2H), 5.60 (broad s, 2H; 
NH,  OH), 5.98 (s, 2H), 6.8 (narrow m, 3H); I R  (CHCls) 
Xmaz 2.9, 6.6, 6.9 ~x; mass spec t rum (C.I.) 167 (M+), 135 
(base, CsHTO~+)]. Exhaus t i ve  ace ty la t ion  of 2 (A%O) 
furnished the  oily N, Ozdiacetyl der iva t ive  3 [NMR 
(CDCI~) 2.03 (s, 3H), 2.14 (s, 3H), 4.75 (s, 2H), 5.95 (s, 
2H), 6.76 (narrow m, 3H); I R  (film) 5.58, 6.0 ~x]. This  
substance underwent  rapid hydrolys is  (0 ~ 30 min) in 

di lute  aqueous N a O H  to a monoace ty l  der iva t ive  [NMR 
(CDC13) 1.98 (s, 3H), 4.2 (broad s, 2H), 5.92 (s, 2H), 6.76 
(narrow m, 3H; under lying broad s, 1H); I R  (CHC13) 
3.0, 6.05 [z; mass spec t rum 193 (M-16, base)] whose 
strongly posi t ive  react ion wi th  FeC13 solution (deep 
bu rgundy  in MeOH, E t O H )  was character is t ic  of the  
hydroxamic  acid 4. Effor ts  to isolate 4 pure  were un- 
successful. Whereas  the  substance appeared to be relat i-  
ve ly  stable at  0 ~  CHC1 a solution (half-life ca. 2 days), 
efforts a t  ch roma tog raphy  (Florisil) or recrystaUizat ion 
yielded only the  acetamide  5, m.p. 104-105 ~ (lit: 4 103 ~ 
whose NMR-,  IR=, and mass spectra  ma t ched  perfect ly  
those of an unambiguous ly  prepared  sample f rom pipero- 
ny lamine  and acetic anhydride.  

H y d r o x a m i c  acids can be reduced to amides or lac tams 
by  a number  of reagents  5; however  this r emarkab ly  facile 
deoxygena t ion  of 4 is, to the  best  of our  knowledge,  un- 
precedented in the  l i t e ra ture  on hydroxamates .  
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Species-Specific Protein Patterns in Drosophila Paragonial  Glands t 
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Summary. Elec t rophore t ic  analysis of the  soluble proteins in the  paragonial  glands of 11 Drosophila species demons t ra t -  
ed t h a t  the  pa t te rns  are h ighly  species-specific. The  possible funct ional  significance of these proteins  is discussed. 

The  paragonial  glands (accessory glands) in the  male 
flies of Drosophila have  been s tudied by  a number  of 
invest igators ,  main ly  because of thei r  specific roles in the  
reproduc t ive  process (see more recent  reviews by  CHEN2 
and FOWLER3). Ex tens ive  exper iments  carried ou t  in our 
l abora to ry  demons t ra ted  t h a t  the  secretory contents  of 
these glands in D. melanogaster ~-6 and D. /unebris 7-1~ 
contain  specific polypept ides  and re la ted amino acid 
der ivat ives  which are responsible for the  s t imula t ion  of 
oviposi t ion and the  reduct ion  of r ecep t iv i ty  in the  ma ted  
females. We  have  also observed at  least  12 electrophoret i -  
cally separable proteins in the  paragonial  gland of D. 
melanogaster n,l~. A po lymorph i sm of one major  prote in  
band,  which is au tosomal  in origin, could be detected.  
Recent ly ,  in a survey  of the  paragonial  secretions in a 
to ta l  of 11 Drosophila species we found t h a t  the  protein 
pa t te rns  are h ighly  species-specific. This  result  will  be 
deal t  wi th  in the  present  report .  

Materials and methods. The flies of all Drosophila 
species were raised on a s tandard  maize-agar-sugar-yeas t  

diet  at  25 ~ The males were separated f rom the  females 
shor t ly  af ter  eclosion f rom the  pupae and kep t  under  the  
same condi t ion w i t h  the  die t  renewed every  4 days. The 
classification of the  11 species included in this  s tudy  is as 
follows: 1. subgenus Sophophora - D .  melanogaster, D. 
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