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I n  a r e c e n t  s t u d y  of p h a s e  t r a n s f o r m a t i o n s  in  v a r i o u s  
si l ica i s o m o r p h s ,  Dach i l l e  & R o y  (1957) f o u n d  t h a t  a t  
p r e s s u r e s  a n d  t e m p e r a t u r e s  u p  to  35,000 a t m o s p h e r e s  
a n d  550 °C., o n l y  BeF~ y i e l d e d  a dense  s t r u c t u r e  corre-  
s p o n d i n g  to  coes i t e -S i0~ .  T h e  c o m p o u n d s  B P 0 ,  a n d  B P 0 ,  BAs04 
BAsO4, a n a l o g o u s  to  si l ica as  SiSiO4, a re  k n o w n  on ly  in  d o (/k) /" d 0 (/k) /" hkl 
t h e  h igh -c r i s t oba l i t e  m o d i f i c a t i o n  (Schulze,  1934), a 
r e p o r t e d  q u a r t z  f o r m  of  BPO4 be ing  sti l l  u n c o n f i r m e d  3.895 s 3.964 m 110 

3.626 m 3.699 s l l I  
(Shafer  et al., 1956). As  c o m p a r a t i v e l y  h i g h e r  p r e s su re s  3.363 vvw 200 
and temperatures are now available for phase transforma- 3.318 w 3.452 w 003 
tion studies, the preparation of the denser polymorphs 3.204 vvw 201 
of t h e s e  ox ides  ha s  b e e n  r e a t t e m p t e d .  T h i s  n o t e  descr ibes  3.060 vs 3.145 vs 112 
t h e  f o r m a t i o n  of n e w  dense  m o d i f i c a t i o n s  of B P O  4 a n d  2.519 vvw 2.598 vw 113 
BAsO4. 2.239 m 2.281 w 300 

B P O  4 was  o b t a i n e d  f r o m  V i c t o r  C h e m i c a l  W o r k s  a n d  2-183 vw 2.228 w 301 
BAsO4 p r e p a r e d  f r o m  a q u e o u s  so lu t i ons  of H3B03  a n d  2.092 m 2.162 m 114 

2.040 w 2.087 vw 302 As~05. C h e m i c a l  ana lys i s  s h o w e d  t h e  p u r i t y  of t h e  t w o  
1.936 vvw 1.976 w 220 

ox ides  to  be > 99.5 % a n d  spec t ro scop i c  ana lys i s  r e v e a l e d  1.941 vvw 221 
t h e  absence  of h e a v y  me ta l s .  T h e  p o l y c r y s t a l l i n e  s a m p l e s  1.852 w w  1-901 vw 303 
were  c o n t a i n e d  in  g r a p h i t e  capsu les  a n d  s u b j e c t e d  to  1.805 vw 222 
p re s su re s  of  85,000 a t m o s p h e r e s  a t  1000-1200 °C. for  1.768 vvw 1.831 w 115 
a b o u t  10 rain.  T h e  c o m p r e s s e d  m a t e r i a l s  were  c rys t a l l ine  1.671 w 223 
a n d  op t i c a l l y  un iax ia l .  R e p e a t e d  a t t e m p t s  h a v e  fa i led  to  1.662 m 1.710 m 304 
p r o d u c e  s ingle  c rys t a l s  of d i m e n s i o n s  > 30 #. M a r k e d  1-527 w 1.568 vw 224 
increases  ove r  t h e  s t a r t i n g  m a t e r i a l s  in  d e n s i t y ,  b y  s ink-  1-485 vvw 1.530 vw 305 

1-448 vw 1.476 vw 411 
f loa t  m e t h o d ,  a n d  r e f r ac t i ve  indices ,  b y  op t i ca l  i m m e r -  1.403 w 412 
sion,  were  f o u n d  (Table  1). N o  t r a n s f o r m a t i o n s  were  1.433 w 216 

1.381 vvw 117 
Tab l e  1. Unit-cell dimensions,  density and refractive 1.339 vvw 1.357 vvw 413 

indices of dense B P O  4 and BAsO4 1.333 vvw 306 
1.280 vvw 1.307 vvw 331 

BPO4 BAsO4 1.260 vw 1.296 vw 226 
a o (A) 7.75 i 0 . 0 2  7.91 ±0 .02  
c o (A) 9.95 i 0 . 0 2  10.32 ±0 .02  
Co/a o 1.29 1.31 

N (molecules/unit  cell) 9 9 
@X-ray (g.cm. -~) 3"05 3.98 
~Oobs. (g.cm. -3) 3"05 =t=0"05 3-9 -t-0-2 

co 1 '636±0.002 1"740±0"002 
e 1"648+0"002 1"748-t-0"002 

o b s e r v e d  b y  h e a t i n g  t h e  dense  ox ides  in  air  a t  100 °C. 
for  24 hou r s .  T h e  X - r a y  p o w d e r  d i f f r a c t i o n  d a t a  for  b o t h  
c o m p o u n d s ,  o b t a i n e d  f r o m  D e b y e - S c h e r r e r  a n d  spec t ro -  
m e t e r  m e t h o d s ,  a re  s imi la r  a n d  can  be i n d e x e d  on  t h e  
bas is  of a h e x a g o n a l  u n i t  cell, t h e  d i m e n s i o n s  of w h i c h  
are  p r e s e n t e d  in Tab l e  1. T h e  s p e c t r o m e t e r  d a t a  are  g i v e n  
in  T a b l e  2. T h e  cola o r a t ios  are  a p p r e c i a b l y  d i f f e r en t  f r o m  
t h o s e  of a - q u a r t z  (1.10) a n d  coes i te  (1.73). H o w e v e r ,  
a l l o w i n g  for  t h e  d i f f e rences  b e t w e e n  t h e  S i -O  a n d  B - O ,  

T a b l e  2. X - r a y  powder diffraction data for  dense 
B P O ,  and B A s O  4 

(Co Ka,  ~ = 1.5405/~) 

P - 0 ,  a n d  A s - O  b o n d  l e n g t h s ,  t h e  v o l u m e s  of i n d i v i d u a l  
B P O  4 a n d  BAsOa g r o u p s  are  a p p r o x i m a t e l y  equa l  to  
tha~ of 2 SiO~ in a - q u a r t z .  
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