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Can t h e  S u l p h u r  B r i d g e  b e  C o n s i d e r e d  a s  a R e l a y  
of  C o n j u g a t i o n ?  

The p rob lem of the  "expans ion  of the  va lence  shell 
of su lphur"  can be c o n s i d e r e d - a s  is well k n o w n - - f r o m  
two different  aspects :  (i) su lphur  "accep to r"  as formu- 
lated in (I) ; (ii) su lphur  "donor -accep to r "  as in  {H) : 

-- --B ~ ~ A=S--B - -B ~ ; A = S = B  
,-) (..) (,-) (..) 

(I) (II} 

In  b o t h  cases, su lphur  does expand  its  eight-electrons-  
shell (to 10 electrons),  b u t  in  ( I I ) - -d i f fe ren t ly  from (I)-- 
su lphur  seems to behave  as a t rue  " re lay  of conjuga-  
t ion" ,  analogously ,  for ins tance ,  to the  v iny l  group 

CH=CH ; A-CH=CH- 

Our new researches I deal with the comparison of the 
UV. spectra of the following series of compounds (III, 
IV, V) (X = electron-donor substituent) 

\ 
(IiI) (IV) X : 

(v) 

where for the  com pounds  (IV) a n d  (V) the  effect of the 
subs t i t uen t  c a n n o t  reach the  NO,  group:  

1 Previous researches: A. MANGINI et~ aL, J. Chem. Soc. 1, 68 
(1952); Gazz. chim. ital. 84, a, 36, 47, 73, 606 (1954); J. Phys. 
et le Radium, 15, 6~5 (1954). 

The  d a t a  repor ted  in  the  Tab l e  m a k e  i t  ev iden t  t h a t  
the  longer  wave- leng th  b a n d  in  su lph ides - -as s igned  to 

, 

(w)  

the excited chromophor ic  sys tem (VI) - -a re  s imi la r ly  
modified b y  the  molecular  residue, e i ther  when  p - sub-  
s t i tu ted  phenyl  (III) ,  or m-subs t i t u t ed  pheny l  (IV) or 
p -benzy l  (V) groups are invo lved ;  moreover ,  ana logous  
modif icat ion does t ake  place when  the  s u b s t i t u e n t  in the  
phenyl -group  has its auxochromic  effect " h i n d e r e d "  b y  
sal t  format ion  (see amino-der iva t ives )  : in this  case, more-  
over,  we have  no t iceab le  ba thoch romic  shift .  

Such modif ica t ions  affect ing the  ch romophore  (VI), 
depending  from the  subs t i t u t ed  pheny l  or benzyl ,  can 
only  be due to an  effect i nduc t ive  in  n a t u r e  a n d  origin.  
Therefore the claimed t h r o u g h - c o n j u g a t i o n  

- l ,  NO2 via phenyl-sulphur ( = S = )  

finds no exper imenta l  suppor t  in our  examples ,  in 
con t r a ry  to the  conclusion of SZMANT a n d  McIs ;Tosn  2. 

A. I~,TANGINI a n d  R .  PASSERINI 

Institute o/Industrial Chemistry, University o/ Bologna, 
October 15, 7955. 

Riassunto 

Vengono s tud ia t i  gli spe t t r i  di a s so rb imen to  u.v.  del 
nitro-difenil- ,  n i t ro- feni l -benzi l -so l furo  e loro der iva t i  

2 H. H. SZMANT and J. J. Mclxrosn, J. Amer. chron. Soc. 73, 
4a56 (Lqst). 

Ultra violet absorption spectra of compounds III ,  IV and V (~., mtt; log ~ ill brackets). 

X = 

Had 
OCHabe 
OHbe 
Oe 
NHe ac 
NHAcae 
NH2-HC1 
N (CHa) ac  
N(CHa),'HCIe 

Solvent 

H o r C  

O2N. ° , / - - ' ~ , ,  _ S _ / /  - - ~  

"3 

a ! 4 

325 (4-20) 325 (4-20) 
328 (4"17) 327 (4"t7) 

C 328 
NaOH 357 

C 331 
H or C 328 

HC1 343 
C 331 

HCI 342 

(4"14) 329 (4"18) 
(4-05) 345 (4-14) 
(4-16) 331 (4-16) 
(4"13) 325 (4"03) 
(4"01) 345 (4"06) 
(4.21) 324 (4-15) 
(4-18) 345 (4-05) 

4 A). 

3 4 

0 0 
3 2 
3 4 

32 20 
6 6 
3 0 

18 20 
6 - 1  

17 20 

Soh'ent \ / \ 

C 329 (4-17) 
i 331 (4-19) 

322 (4.10) 
342 (4.08) 

A2 

H ~ n-hexane; C = cyclo-hexane; NaOH N/10; HCI N/ l .  
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e Experimental  details will be published elsewhere. 
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X - s o s t i t u i t i :  dove  X ~ eguale  ad NH~, N(CHa) v OH, 
OCHs in pos iz ione  pa ra -  o m e t a -  nel  fenile  non  n i t ro -  
sos t i t u i t o  r i spe t t o  allo zolfo. 

Viene  d i m o s t r a t o  che  una  con iugaz ione  che si e s t e n d a  
da  un fenile a l l ' a l t ro ,  a t t r a v e r s o  il p o n t e  di  zolfo net la  
serie  dei  d i feni l -so l fur i  n o n  ~ s u f f r a g a t a  dai  f a t t i  s p e t t r o -  
scopici .  

M i k x o b i o l o g i s c h e  S p a l t u n g  r a z e m i s c h e r  

S t e r o i d e  ~. S y n t h e s e  v o n  d - A l d o s t e r o n  ~'3 

I m  Ver laufe  der  T o t a l s y n t h e s e  des r a z e m i s c h e n  Aldo-  
s t e rons  ~ h a b e n  wir  kfirzl ich die G e w i n n u n g  des d, l -A 4- 
3 ,20-Dioxo- l l f l -oxy-pregnen-18-s~ iure - lac tons - (18  + 1I) 
de r  F o r m e l  I be sch r i eben .  

Wi r  s t e l l t en  uns  die Aufgabe ,  dieses M e t h y l k e t o n  n a c h  
der  yon  uns  f r i iher  g e f u n d e n e n  mik rob io log i schen  
M e t h o d e  5 in 21-S te l lung  zu h y d r o x y l i e r e n ,  u m  d a m i t  
das  bewghr t e ,  abe r  m e h r s t u I i g e  O x a l e s t e r v e r f a h r e n  4,~ zu 
u m g e h e n .  Bei der  E i n w i r k u n g  y o n  Ophiobolus herpotri- 
chus (Fr.) Sacc.  auf  r a z e m i s c h e s  I wurde  dieses  nu r  tei l-  
weise zum 21-Oxy- lac ton  I I  u m g e s e t z t .  Das  durch  pr~t- 
p a r a t i v e  P a p i e r c h r o m a t o g r a p h i e  isol ier te  H y d r o x y l i e -  
r u n g s p r o d u k t  war  i i be r r a sehende rwe i se  s t a r k  op t i sch  
a k t i v  u n d  s te l l te  die re ine  d - F o r m  yon  I I  dar .  I n  se inen 
E i g e n s c h a f t e n  s t i m m t e  es mi t  de r  aus na t t i r l i chem 
d -Aldos t e ron  (III)  gewonnenen ,  op t i sch  a k t i v e n  Verb in -  
d u n g  I I  7 t ibere in :  Stop.  208-220°;  M i s c h s c h m e l z p u n k t  
207_219o; [~7= +120o=}= 10 o, c =  0,171 in A z e t o n ;  I R . -  
S p e k t r u m  s iehe  Abb .  1 A. L e t z t e r e s  erwies  s ich Ms iden-  
t isch mi t  d e m  S p e k t r u m ,  Abb .  1 13, de r  d - V e r b l n d u n g  I I  
aus d - A l d o s t e r o n  sowie mi t  d e m  S p e k t r u m ,  Abb .  1 C, der  
nach  der  O x a l e s t e r m e t h o d e  t o t a l s y n t h e t i s e h  e r h a l t e n e n ,  
r a z e m i s c h e n  V e r h i n d n n g  I I  4. Das  n i ch t  u m g e s e t z t e  Aus-  
g a n g s m a t e r i a l  besass  e ine  n e g a t i v e  op t i s che  D r e h u n g :  
[c¢~¢= - -  1 5 4 ° ±  10 ° . Das  E r g e b n i s  zeigt,  dass  dieses  
P i l z e n z y m  v o m  r a z e m i s c h e n  A u s g a n g s m a t e r i a l  se lek t iv  
nu r  den d - A n t i p o d e n  h y d r o x y l i e r t e  u n d  die / - F o r m  
unangegr i f f en  liess. 

Da  das  op t i s ch  ak t ive ,  aus  n a t i i r l i e h e m  A l d o s t e r o n  
(III) g e w o n n e n e  21-Oxy- lac ton  I I  auf  c h e m i s c h e m  Wege  
in A l d o s t e r o n  z u r t i c k v e r w a n d e l t  w o r d e n  ist  8, s te l l t  die 
beschr i ebene ,  op t i s ch  spez i f i sch  ve r l au fende  mikro -  
b io logische  H y d r o x y l i e r u n g  die b i she r  n o c h  feh lende  
l e t z t e  S tu fe  in der  S y n t h e s e  des  d -A tdos t e rons  dar .  
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A n g e reg t  d u r c h  dieses R e s u l t a t  h a b e n  wir auch  an d e re  
mikrob io log i sche  R e a k t i o n e n  auf  ihre Stereospezif i t~i t  
u n t e r s u c h t .  R a z e m i s c h e s  A l d o s t e r o n  (III) '  w u r d e  mi t  
de r  in 1 -S te l lung  d e h y d r i e r e n d e n  Didymel la  lycopersici 
K l e b 3  inkub ie r t ,  worau I  wir  das  neue  d - l - D e h y d r o -  
a ldos t e ron  (IV) ( I R . - B a n d e n  u.a. bei  2,82/,, 2,95#, 5,87/,, 
6,01#, 6,17/*, 6,24/, und  6,91/,; 21 -Monoaze t a t :  Stop.  
182-185 °, IR . -FJanden  u . a .  bei  2,81F, 5,74/,, 6,01/2. 
6,16# u n d  6,23/,) u n d  l -A ldos t e ron  isol ier ten.  WVeiter 
g e w a n n e n  wir  d u r c h  E i n w i r k u n g  des g le ichen Pilz-  
s t a m m e s  auf  d , / -Cor t i son  (V)10 n e b e n  l -Cor t i son  das  be-  
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