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The low temperature crystal structure (122 K) of [~u(bipyam)~(0~0)] 

 NO^] is described and it is compared with the structure at room temperature 
(296 K). At 122 K, the regular cis-distorted octahedral CuN402 chromophore still 

retaines the C2 symmetry of the room temperature structure and there is no 

- significant difference in the Cu-ligand bond lengths and bond angles of the room 

and low temperature structure. An attempt to resolve the nitrito coordination 
1 * 

from the C2 axis resulted in an asymmetric CuN400 (4+1+1 ) structure, but 

required defixing of the N-0 bond distances of the nitrito ligand. 

Tns.rdfi.raznaaq [C~(bipyam)~(0~0)][~0~] i 122 K \ 
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11B?uTnr . ra~ . rdnaar  [~u(bi~~am)~(0~0)] [NO,] iawnii 122 K ut3:lllifnI 
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l i ~ u n " Y ~ n s ~ d f i ~ ~ ~ n i ~ ~ ~ ~ i i i i . ~  (296 K) T n s ~ p f i . r n a . r a i ~ ~ s : n a u ~ ~ . r ~ a u u ~ q m ~ ~  122 K & 
C ~ Q L ~ U U U U  regular cis-distorted octahedral CuN 0 chromophore Inu; C2 symmetry 

2" ~ u ; a u n " ~ ~ n s ~ d f i ~ a a . r n ~ n ~ i ) w ~ % a ~  n ? 1 u u i ? h a : u a : ~ u w u 6 : a a . 1 ~ n ~ ~ d f i . 1 ~ ~ ~ 1 1 Q % ~ ~  (296 K) 

L L ~ :  122 K ~ l ; ; n ~ i u ~ ~ n n m i ~ n ' u a d i ~ ~ < u d i n ' ~  I~~~w~IuIuLLKZP~IG nitrito n~vi~;u.r~uuaan~inunu 
$4 

c2 n a ~ ~ i n ~ - j ~ i d i $ u ~ ~ n r  h l l u u  asymmetric CUN~OO' (4+l+l*) ui9:h ln in l l  def IX 

f 1 ? i u ~ i ? h 6 :  N-0 VO-4 nitrito ligand 

MJ.lIVLwQ bipyam = 2,2'-bipyridylamine 



w n n i ~ i l n u i n i I n ~ ~ a I i ~ n i i n n i ~  X-ray a o a i i ~ ~ ~ : n a u r ~ ~ ~ a u  [ ~ u ( b i p ~ a m ) ~ ( ~ N O ) ~  

[NO 1 ~?CIM@ 122 K Infl~nniin Patterson U~I: Successive fourier n u ~ i d i ~ ~ ' l : n a u ~ ~ ~ ~ a u  
4 Y 

~ l n u t l n ? ~  space group Pccn ; ~ 2 l ~ t l 7 2 ~ ~ : l p t l ~ 4  unit cell %U a = 11.479, b = 12.218, 

c = 14.578 t, a = a = y = 90' L L B Z ~ U  1 unit cell d~:neuhu 4 Turaqa ( z  = 4) 

I n ~ 4 d f l d n a 4 l u l n q n  (local molecular structure) ~ 4 ~ 1 ~ 1 8  2 LLUU &I 

1. reglflar cis-distorted octahedral CuN402 chromophore ( 2  average C2 symmetry) 
'(a)) ~ n Y d d h . r & % l  R (final R value) = 0.0395 

. 

. 4  
2. asymmetric cis-distorted octahedral CuN402 chromophore ( ~ U M  1 (b)) 

R = 0.0343 

l n r r ~ ~ d ~ a r u u u ~ n n ~ U ' d i u i ~ ~ a ~ ~ t l l ~ r n ~ ? ~ , ~ ~ e ~ d o  ~ahn-~e1l.r formalism 
a Y  ; h~:nau8w potential energy surface model ~ 4 L l d ~ 1 d ? ~ / d i  2 M4U l ~ i l d 9 1 n l l ~ ~  Dynvic , 

a 
Pseudo Jahn-Teller Effect ~ 4 u u l n ~ 4 d J i . 1  regular cis-distorted octahedral ~ J u ~ G  
~ ; J U ; ~ & I  Pseudo cis-distorted octahgdral CuN 0 chromophore 44; average C2 

44 2 
s y e t r y  ldd static c2 symmetry L;aLd;WLnWtnY~dk~~uLa~ai 122 K LLa: 296 K 

(p; 1 (c) ) ~ ~ n V ~ n ~ i u ~ i ~ h u : u a : ~ u h u : 1 i u m n p i i ~ n " u a d i ~ & ~ i ~ ~  
t'& 

uanq Pseudo Jahn-Teller 
patential energy surface a 0 4  
CUN 0 chromophore: 
A, 4e&ivalent wells (-1 
B ,  non-equivalent wells (--I 

- 
?lJd 1 u n m * l n ? ~ n ; l ~ l u t  a q s a o ~  CUN,+O~ 

chrornophore (a) ua: (b)  dqom?n 122 K 

(c) dqun?!3 296 K 
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