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Zusammense t zungen  Ca,AleF~ und  CasAI~F~s ; wiewei t  s t ruk-  
turelle 13bereinst immungen mi t  nat t i r l ich v o r k o m m e n d e n  
Alumofluoriden,  insbesondere  dem t~ryoli th Na~[A1Fs] und 
Chiolith NasA13F~4 bestehen,  konn te  noch n ich t  geM/irt werden.  

Die fibrigen Verb indungen  zwischen den F luor iden  der  
II .  Gruppe  des Per iodischen Sys tems  und  d e n  A1Fa zeigen 
ebenfalls  bet  UV-Anregung  Fluoreszenz;  durch  Ka thoden -  
s t rahlen  waren  alle Mn-ak t iv ie r ten  Alumofluor ide  zu heller 
Fluoreszenz im Spektra lbere ich  zwischen orange  und  gelb- 
grfin anregbar .  

Nach Abschlul3 der  Un te r suchungen  an wei teren Iluores- 
z ierenden Alumofiuor iden soil an andere r  Stelle ausffihrlieh 
ber ich te t  werden.  

Berliner Gli~hlampenwerh, Leuchtsto]]labor, Berlin 0 17, 
Warschauer Platz 
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Charge-Transfer Spectra in Haiogeno-substltuted 
Cobalt(Ill) Ammines 

Two in tense  absorp t ion  bands  were found b y  LINHARD 
a n d  W~IG~L 1) in the  near  ul t raviolet  region of t he  spec t ra  of 
ha logenopen tamminecoba l t  (III) ions, [Co(NHa)sX] 2+, where  
X = C1, Br  or I, in addi t ion  to  less in tense  bands  character is t ic  
of cobal t  (III) complexes  a t  lower wave  numbers .  They  
a t t r i bu t ed  these in tense  bands  to t he  charge- t ransfer  wi th in  
the  complex  f rom the  hal ide ion to t he  cobal t  (III) ion, and  
suggested t h a t  the i r  appearance  in pa i r  would p robab l y  be 
connec ted  wi th  t he  ground  and an exci ted  s ta te  of the  halogen 
a t o m  (2P8/~ and ePl/2) in t he  exci ted  complex,  or, a l ternat ively,  
wi th  those  of t he  cobal t  (II) ion. Recent ly ,  ORG~L 2) assigned 
the  f irs t  of t he  bands  to  t h e  a lmost  comple te ly  charge- t ransfer  
t rans i t ion  f rom a halogen z orbi tal  to  t he  meta l  dz~ orbi tal  
and the  second to  a less comple te ly  charge- t ransfer  t rans i t ion  
f rom the  bond ing  a orbital  of t he  cobal t -halogen bond  to t he  
meta l  d~ orbital .  

We have  made  a closer theoret ica l  s t u d y  of this  problem.  
The complex was regarded  as a l inear molecule. This is a val id 
approx ima t ion  for th is  problem,  since the  four  l igands ou t  of 
a x i s  will no t  affect  t he  a and  ~ charac te r  of t he  orbi tals  of 
our p resen t  concern.  This l lnear-molecule-like complex  was 
then  t r e a t e d  according to  t he  (J~, J~) coupling case;  assump-  
t ion of this  t y p e  of coupling was p roved  to  be a be t t e r  approxi-  
ma t ion  t h a n  t h a t  of (A, S) coupling, a t  least  in t he  cases of 
t he  bromo and  the  iodo complex.  The results  are as follows: 

1. In  the  case of [Co(NHs)sC1]2+, where  A and 22 are fairly 
good q u a n t u m  numbers ,  t he  two bands  should approx ima te ly  
be a t t r ibu ted  to  t rans i t ions  to t he  exci ted  s ta tes  x0z~ and 122~. 
This ass ignment  is a lmost  t h e  same as ORGEL'S2). - -  2. In  
the  case of [Co(NHa)5I] e+, where  A and  22 are no t  good quan-  
t u m  numbers ,  t he  two  bands  should be a t t r i bu t ed  to t rans i -  
t ions to t he  two  exci ted 0 + s ta tes  resul t ing f rom mixing  of 
~0,~ and  ~27 + . Transi t ions  to t h e  t s ta tes ,  one of which 
corresponds to ~zx (mixed wi th  3~'.+), should be consider-  
ably  weaker  t h a n  those  to  t he  0 + s tates .  - -  3. In  t he  case of 
[Co(NH~)sBr] 2+, where  t he  s i tua t ion  is in te rmedia te  be tween  
those  in t he  above two cases, t rans i t ions  to  t h e  lower one of 
t he  0 + s ta tes  (3~ 0 ~ mixed  wi th  122~) and  to  a t s t a t e  ( lz  1 
mixed  wi th  ~27.+~) 'are near ly  equal ly impor tan t ,  and,  conse- 
quent ly ,  t he  b a n d  at  lower wave  numbers  should  consis t  of 
two sub-bands  of different  polarizations.  (For t he  experi-  
men ta l  evidence,  refer  to YAZViADA et al.a).] - -  4. The above 
conclusions are cons is ten t  wi th  t he  observed  relat ive in ten-  
sities of t he  two bands  in each case. - -  5. The  observed in- 
t ens i ty  of t h e  f i rs t  charge- t ransfer  b a n d  in t he  spec t ra  of 
ch loro-subs t i tu ted  cobal t  (III) ammines  can be explained,  if 
t he  chlorine 3s orbi tal  s l ight ly par t ic ipa tes  in t he  cobal t -  
chlorine bond.  - -  6. P robab le  delocalization of the  charge- 
t ransfer  (at least  in the  case of the  t r ans -d i subs t i tu t ed  com- 
plex) should  account  for t he  fact  t h a t  t he  second subs t i tu t ion  
at  t he  t r ans  posi t ion causes only a sl ight  increase in t he  in ten-  
s i ty  of the  second charge- t ransfer  band ;  i.e., an assumpt ion  
t h a t  t he  charge would  be t ransfer red  f rom the  two halogens 
of a t r ans  complex  to the  cent ra l  cobal t  is compat ib le  wi th  
t he  exper imenta l  data .  Delocalizat ion of t he  charge- t ransfer  
m a y  be more  comple te  for t r ans -d i subs t i t u t ed  complexes  
and less comple te  for monosubs t i t u t ed  ones. Agreemen t  
be tween  the  observed  and  t h e  calcula ted in tens i ty  is satis-  
fac to ry  for t he  second charge- t ransfer  b a n d  of t he  t rans-  

d ichloro-subs t i tu ted  complex,  the  la t te r  being obta ined  upon 
an assumpt ion  t h a t  the  chlorine a orbital  is mixed wi th  the  
cobal t  da and pa orbital  to a reasonable  degree. 

The detai ls  will be  publ ished in t he  near  future.  
Laboratory of Inorganic Chemistry, Institute of Polytechnics, 
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Ein Nonapeptid mit Oxytocin hemmenden Eigenschaften 
In  Fo r t se t zung  nnserer  chemischen nnd  pharmakologi-  

schen Arbei ten  fiber Oxytoein-Analogel) ,  ~),3) wurde  ein Ho- 
mologes (I) des Oxytoc ins  (II) hergestel l t ,  das  an Stelle eines 
Tyrosylres tes  deren zwei in unmi t t e lba re r  Folge enth~It .  Dieses 
Nonapep t id  (I) 

I CyS--Tyr~Tyr--Ileu--Glu (NH 2 )--Asp(NH~ ) --CyS--Pro--Leu--Gly(NH2 ) 
I 

If CyS--Tyr--Ileu--Glu(NH~ ) --Asp(NI-I2 ) --CyS--Pro--Leu-- Gly(NII~ ) 
I I 

zeigte Oxytocin  h e m m e n d e  Eigenschaf ten .  I m  folgenden sell 
deshalb  kurz fiber das neue Po lypep t id  ber ich te t  werden.  

Synthese. CBO-L-Tyrosin  wurde  durch  Dicyclohexyt-  
carbodi imid in Acetoni t r i l  n i t  L- Iso leuc inmethyles te r  zu 
CBO-L-Tyrosy l -L- Iso leuc inmethyles te r  kondens ier t  [Ausbeu- 
te  94%, Schmp.  70 ° . [~ ]~3=- -4 ,2° ,  6 = 2 , 6  in Dimethyl -  
formamid.  ]3er. ffir C24H30OsN 2 (442,50): C 65,20, t t  6,82, 
O 21,70, N 6,32. Get.:  C 65,3t, H 6,76, O 21,14, N 6,44]. 
Mittels  Carbobenzoxyl ierung dieses Dipept ids  oder  Konden-  
sa t ion des Di-CBO-L-Tyrosins  mi t  L- Iso leuc inmethyles te r  
durch Dicyclohexylcarbodi imid wurde  Di-Ct30-L-Tyrosyl-L-  
I so leuc inmethyles te r  e rha l ten  [Ausbente  95% bzw. 80%. 
Schmp.  t 54 °. [c~]~ 3 ~ - -  4,0 °, c = 2,0 in Dimethy l fo rmamid .  
[~]~0= +8,8o ,  c = 3 , 0  in Chloroform. Ber. ffir C32t-I~6OsN2 
(576,63): C66,70, H 6,29, O 22,20, N4,88 .  Get.:  C 66,0% 
H 6,04, O 22,20, N 5,24]. 

Durch  En tca rbobenzoxy l i e rung  dieser zwei Dipept ide  
mi t  ]3romwasserstoff  in Eisessig wurde  L-Tyrosyl-L-Isoleucin-  
me thy les t e r  erhal ten,  der  n i t  CBO-(S-t3enzyl)-L-Cysteinyl-  
L-TyTosin ~) durch  Dicyclohexylcarbodi imid in Dimethyl -  
formamid-Acetoni t r i l -L6sung zu CBO-(S-Benzyl)-L-Cysteinyl-  
L-Tyrosy l -L-Tyrosy l -L- Iso leuc inmethyles te r  kondensier t  wur-  
de. [Ausbeute  65%, Schmp.  t52 °. [~]~3= _27,50,  c = 2 , 0  in 
Dimethy l fo rmamid .  Ber. fiir C43H5602N4S (798,92): C 64,48, 
H 6 , 3 L  N 7,00, S 4 , 0 f .  Get.: C63,73, H6 ,26 ,  N6,94 ,  $4 ,01. ]  
Dieser Te t rapep t ides te r  wurde  durch  H y d r a z i n h y d r a t  in 
Methanol l6sung zu CBO-(S-Benzyl)-L-Cysteinyl-L-Tyrosyl-  
L -Tyrosy l -  L- Iso leucyl -  Hydraz id  nmgewandel t .  [Ausbeute 
78%, Schmp.  244 ° . [m]~s=- -25 ,8  °, c = 2 , 6  in DimethYl- 
formamid.  Ber. ffir Ca2HsoOsN6S (798,93): C 63,10, H 6,3t, 
O 16,03, N 10,52, S 4,01. Get.:  C 63,25, H 6,36, O t6,09, 
N t0,46, S 3,97.] Das t Iyd raz id  wurde  in dos Azid fiber- 
geffihrt  (Schmp.  t20 ° mi t  Zersetzung),  das  sofort  n i t  L-Glu- 
t aminyl -L-Asparag inyl  - (S - Benzyl) - L -  Cysteinyl  - L- Prolyl-L- 
Leucyl -Glyc inamid  4) zu dem Dekapept id  CBO-(S-Benzyl)-L- 
Cysteinyl  - L-Tyrosyl-L-TyrosyI  - L-Isoleucyl  - L-Glu taminyl -L-  
Asparaginyl-  (S-Benzyl) -L-Cysteinyl-L-Prolyl-L-Leueyl-  Glycin - 
amid  kondens ier t  wurde  [Ausbeute 60%, Schmp.  238 °. Ber. 
fiir C74H95OlsN,3S 2 (1486,76): C 59,80, I t  6,42, O f 7,22, N 12,26, 
S 4,31. Get.:  C 59,29, H 6,51, O t7,38, N 12,45, S 4,24]. 

Das  Dekapep t id  wurde  nach  DU VmNEAUD 5) mi t  Na t r i nm 
in Ilfissigem Ammoni ak  yon seinen Schu tzgruppen  befrei t  und  
dnrch  einen Luf t s t rom in verdf innter  L6sung oxydiert ,  t ml 
der  ffir biologische Unte r suchungen  gebrauch ten  L6sung 
Nonapep t id  en t sp rach  t,25 mg geschfi tz ten Dekapept ids .  

Pharmakologie. Die Nonapep t id l6sung  --  in Verdf innung 
n i t  physiologischer  Kochsalz l6sung und  unverdf inn t  - -  wurde  
mi t  dem In te rna t iona len  H y p o p h y s e n h i n t e r l a p p e n - S t a n d a r d  
(I-II-IL) bzw. syn the t i s chem Oxytoc in  ( , ,Syntocinon")  ver-  
gleichend geprfift, und  zwar  am Blu tdruck  des weigen Leg- 
ho rnhahns  (LuminaI-Natr ium-Narkose)  und  am isolierten 
Ra t t enu t e ru s ;  die beiden Methoden  s ind ffir die biologische 
Auswer tung  yon  Oxytocin  fiblich. Als Erg~nzung wurde  noch 
der  ffir Oxy~ocin hochempf ind l iche  Tes t  der  Druckmessung  im 
Milchdrf isenausf i ihrungsgang lakt ie render  Kan inchen  (Ure- 
thannarkose)  herangezogen [Einzelhei ten der  Versuchsanord-  
nungen  wie in 3)]. 


