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an  e inem Q u a r z k o n t a k t  bet  300 ~ C e n t s p r e c h e n d  der  Gle ichung  

3PnHn+~ ---> (n + 2) P H  a + (2n --  2) P 

q u a n t i t a t i v  in P h o s p h o r  u n d  P h o s p h i n  zerse tz t  wird.  Das  
gebi lde te  P h o s p h i n  wi rd  n a c h  STocK u. Mi tarb .  t) als Kupfe r -  
p h o s p h i d  zur  WS~gung gebrach t .  Die B r a u c h b a r k e i t  des  Ver-  
f ah r ens  w u r d e  d u t c h  A n a l y s e n  yon  r e inem P eHt  u n d  P~D~ 
ge tes te t .  Die Me thode  i s t  zur  a n a l y t i s c h e n  Cha rak t e r i s i e rung  
der  P h o s p h a n e  wesen t l i ch  genaue r  als die B e s t i m m u n g  des 
G e s a m t p h o s p h o r s  oder  -wassers toffs ,  deren  P r o z e n t g e h a l t e  
s ich bet  den  e inze lnen  H o m o l o g e n  n u r  sehr  wen ig  v o n e i n a n d e r  
un te r sche iden ,  w/ ihrend  die Dif ferenzen  in d e m  p y r o l y t i s c h  
gebi lde ten  P h o s p h i n  u n d  , , R e s t - P h o s p h o r "  wesen t l i ch  gr613er 
sind.  
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On the Existence 0f Hexachl0rogermanates, MrGecl0 

G e r m a n i u m  te t rach lor ide  is k n o w n  for i ts  t e n d e n c y  to 
es tab l i sh  a co-ord ina t ion  n u m b e r  of s ix  for t he  germanium.  
b y  t h e  add i t ion  of va r i ous  o the r  molecules ,  pa r t i cu l a r ly  those  
c o n t a i n i n g  n i t rogen  or o x y g e n  w i t h  free e lec t ron pairs1). 
The re  is, however ,  on ly  one recorded e x a m p l e  of hexa-co-  
o rd ina t ion  ach ieved  b y  t h e  dona t i on  of two more  chlor ide 
ions  to t he  GeCI 4 molecule .  Th i s  is t he  c o m p o u n d  Cs~GeC16, 
f i rs t  p r epa red  b y  LAUBENGAYER, BILLINGS and  NEWKIRK 2) 
in f940. These  workers  h a v e  po i n t ed  ou t  t h a t  t h e  o ther  
alkal i  a n d  ea r t h  a lkal ine m e t a l  ions  do no t  unde rgo  reac t ions  
wi th  GeCI 4 . 

I n  t h e  course  of work  on  t he  acceptor  s t r e n g t h  of g roup  IV 
chlor ides  for chlor ide ions  in l iquid a n h y d r o u s  HC13) we 
h a v e  t h o r o u g h l y  i n v e s t i g a t e d  t h e  poss ib i l i ty  of t h e  fo rma t ion  
of t h e  complex  ion, GeCI~-. Surpr is ingly ,  our  resu l t s  indi-  
ca ted  t h e  absence  of comp l ex  ion  fo rma t ion .  G e r m a n i u m  
te t raeh lo r ide  is comple t e ly  inso luble  in l iquid  HC1 and  does 
not not ic ib ly  increase  t he  se l f - conduc tance  of HC1, ind ica t ing  
that a n y  equ i l ib r ium concen t r a t i on  of GeCI~- is i m m e a s u r a b l y  
small .  A f u r t h e r  proof  of t he  absence  of t h e  GeCI~- anion,  in 
l iquid  HC1, is f u rn i shed  b y  t he  d i s t inc t ly  d i f fe rent  b e h a v i o u r  
of SnC1 a a n d  GeCI~ in th i s  so lvent .  

"When SnC14 is t i t r a t e d  aga i n s t  t h e  h i g h l y  c o n d u c t i n g  
so lu t ion  of 0.2 m t e t r a m e t h y l a m m o n i u m  chloride (A = 25"0 cm 2 
,Q-1 tool-l) in  l iquid  HC1 t h e  c o n d u c t i v i t y  d rops  s h a r p l y  un t i l  
t h e  e q u i v a l e n t  p o i n t  co r r e spond ing  to  a mola r  ra t io  of t h e  
f o r m u l a  (Me4N)~SnC16 is reached.  This  c o m p o u n d  can  be 
isola ted w h e n  t he  HCI is evapora t ed .  On  t h e  add i t i on  of 
GeC1 a to  t h e  s a m e  so lu t ion  of 0.2 m M%NC1 in HC1, t h e  con-  
d u c t i v i t y  a t  f i rs t  s l igh t ly  increases  and  t h e n  r e m a i n s  constant 
t h r o u g h o u t  t h e  t i t r a t ion .  W h e n  t he  so lu t ion  is al lowed to 
w a r m  up,  to r o o m  t e m p e r a t u r e  in  a closed sy s t em,  t h e  GeCla 
evapo ra t e s  a f te r  t h e  HC1, l eav ing  on ly  t h e  t e t r a m e t h y l -  
a m m o n i u m  h y d r o g e n  dichloride,  Me~NHCle, as a solid in t he  
cell. S imi iar  r e su l t s  are  ob ta ined  w i t h  t e t r a e t h y l a m m o n i u m -  
chloride. 

W h e n  n i t rosy l  chloride is condensed  on GeCI~ and  t h e n  
g radua l ly  w a r m e d  up,  GeCla a n d  NOCI are  miscible  in all 
p ropo r t i ons  b u t  no c o m p o u n d  f o r m a t i o n  occurs .  A t t e m p t s  
b y  o the r  workers  r to p repa re  (NO)zGeC16 h a v e  also failed. 

LAUB~;NGAYER a n d  co-workers  ~) ob t a i ned  Cs~GeCla as a 
f locculent  yel lowish whi te  p rec ip i t a t e  b y  t h e  add i t i on  of 
GeCI~ to  a so lu t ion  of c ae s i um chloride in a m i x t u r e  of e thano l  
and  t2  N aqueous  hydroch lo r i c  acid. Adop t i on  of th i s  tech-  
n ique ,  u s ing  t e t r a m e t h y l a m m o n i u m  chloride,  t e t r a e t h y l -  
a m m o n i u m  chloride,  t r i p h e n y l c h l o r m e t h a n e  and  p h o s p h o r o u s  
pen tach lo r ide  as poss ible  chloride ion donors ,  m e t  w i th  no 
success.  T h e  cond i t ions  were t h e n  modi f ied  s y s t e m a t i c a l l y  
and  the solvents met hano l ,  e thanol ,  chloroform,  benzene ,  
t o luene  a n d  n i t robenzene  were used,  in a v a r i e t y  of m ix tu r e s ,  
in  t he  presence  and  absence  of water ,  and  wi th  or w i t h o u t  t h e  

pas sage  of d ry  HC1 gas. Aga in  no complex  sal t  could be 
ob ta ined .  

L iqu id  GeC14 itself  did no t  dissolve a n y  of t he  chloride ion 
donors  nor  did i t  reac t  w i th  t hem.  Ni t rogen  con ta in ing  
so lven t s  of a more  polar  n a t u r e  such  as acetoni t r i le  or py r id ine  
canno t  be  employed  s ince  t h e y  fo rm adduc t s  wi th  GeC14 
themselvesS),6). 
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The Preparation of Co-Ordination Compounds o~ Boron 
with Halogen Ions as Ligands 

I n  a r ecen t  c o m m u n i c a t i o n  ~) concern ing  t he  p r epa ra t i o n  
of v iny l -  and  a lkyl  d iha logenoboranes  t h e  poss ib i l i ty  of t h e  
ex i s t ence  of complex  an ions  of boron  such  as R B X  3 nYn h as  
been sugges ted .  This  p r o m p t s  us  to c o m m u n i c a t e  t he  pre-  
p a r a t i o n  of a n u m b e r  of new co-ord ina t ion  c o m p o u n d s  of 
boron  in wh ich  BCla and  B F  3 have  func t ioned  as acceptors  
for ha logen  ions.  The  following c o m p o u n d s  h a v e  been  ob- 
ta ined .  

Table 

Compound Analysis (%) 

Me4NBCI~ 

Et4NBC14 [ 

M%NBF3C1 

PCI~BF3C1 

NOBF, C1 I 

I 

NO(BEt~C1) 

PH4BFaC1 

PH4BC14 

POC% �9 BF~ 

talc. : CI= 62.5; B =  
found: C1 = 62.5; B =  

calc.: CI=  50.1; B ~  
found: C1=49 '7;  B =  3"8 

calc.: C1=20.0; 13= 6.t 
C = 2 7 . 1 ;  HI= 7"I; N =  7'9 
found: C1~17.5;  B =  6.1 
C = 2 5 ' 5 ;  t - t= 6"9; N =  7'6 

cale.: C1 = 64.2; B 3"9 
F = 20'7; P =  11.2 

found: C1=64 '7;  B =  3"8 
F =  19'9; P =  t l .3  

cale.: CI=26.6 ;  ]3= 8.1 
found: CI~25-7;  B - -  7'9 

calc.: C1=21.7;  B =  6.6 
found: CI=  21.0; B =  6"5 

calc.: C1=25.6;  B =  7.8 
found: C1=22.1;  B =  7"7 

calc.: C1=75.9;  B - -  5.8 
found: C I~  73"9; B = 5'8 

calc.: C1=48.1; B =  4"9 
F ~ 25.8; P = I4-1 

found: C I~  46.2; B = 5"0 
F = 2 5 . 2 ;  P=14-1  

Description 

4"9 A white solid decom- 
5"1 poses at t00 ~ C into 

M%NC1 and BCla 

3'8 Similar to M%NBC14 

A white solid, extre- 
mely sensitive to 
moisture 

A white solid, stable 
to dry air 

A light yellow solid, 
with a high disso- 
ciation pressure at 
room temperature 

M . P . =  - 3 6 t o  
--38 ~ C, forming a 

deep red liquid 

A slightly yellowish 
solid, with a high 
dissociatiou pres- 
sure at room tem- 
perature 

A fine white powder, 
behaviour similar 
to PH4I 

A white solid, extre- 
mely hygroscopic; 
M.P. =: - 3 ~ C with 
dissociation into 
BFa and POCI8 

All t h e  c o m p o u n d s  l i s ted "in t he  table ,  t oge the r  wi th  
others ,  h a v e  been  p repa red  u s ing  a n h y d r o u s  l iquid h y d r o g e n  
chloride as an  ioniz ing  solvent .  De ta i l s  of t h e  e x p e r i m e n t a l  
t e c h n i q u e s  emp loyed  will be g iven  elsewhere2). I t  shou ld  be  
emphas ized ,  however ,  t h a t  all t h e  c o m p o u n d s  l is ted above  
are e x t r e m e l y  sens i t ive  to  mois tu re ,  and  t h a t  all m a n i p u l a -  
t ions  m u s t  be  carr ied o u t  in a d ry-box .  Of these  c o m p o u n d s  
only Me4NBCI4, prepared by another method, has been 
described beforea). The successful preparation of NOBFaCI 
and of POCI~ �9 BF a provide striking examples of the usefulness 
of liquid HCI as a media in preparative inorganic chemistry. 
NOCI and BF a are reported to yield the compound NOF �9 2BFa 
by an unspecified direct interactionS), and previous attempts 


