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High  resolution  double-quantum  31P  NMR  spectroscopy  is  used  to  provide 
structural  information  in  glassy  and  crystalline  thiophosphates  [1].  The 
homonuclear dipolar interaction is reintroduced under MAS-conditions to excite 
double quantum coherences. Among the various pulse schemes [2-6] available in 
the  literature  the  C7-sequence  [2,3]  was  found  particulary  useful.  The 
development of the double quantum coherence as a function of the excitation 
time is determined by the strength of the homonuclear dipolar interaction. As 
shown  in  Figure 1  the  thiophosphate  anions  PS4

3-,  P2S7
4- and  P2S6

4- can  be 
identified unambiguously by characteristic excitation profiles. 
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Figure  1 Double  quantum excitation  profiles  for  compounds  bearing  typical 
structural  fragments  in  crystalline  thiophosphates;  Bottom:  P2S6

4--  units  in 
Sn1.008P2S6 (squares) and Hg2P2S6 (triangles); Top right: P2S7

4--units in Ag7P3S11 

(triangles) and Hg2P2S7 (squares); Top left: PS4
3--units in Ag7P3S11 (triangles) and 

Li7PS6 (squares); Error bars are estimated from the signal-to-noise ratio.



Applications are presented for ionically conductive glasses in the system Li2S-
P2S5 and on thiophosphate crystals with incomplete and positionally disordered 
x-ray structures. For example, Figure 2 shows the DQ spectrum of Li4P2S6. DQ-
NMR in this case resolves three peaks and reveals, that peaks A and C belong to 
the same anion,  while B is correlated with itself.  The excitation profiles (not 
shown) of these three peaks are characteristic of P2S6

4--groups. Thus the structure 
contains two distinct P2S6

4--units, one with chemically equivalent 31P spins (peak 
B) and one with chemically inequivalent 31P spins (peaks A and C).
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Figure  2 31P-NMR  2D-SQ(F2)-DQ(F1)-spectrum  of  Li4P2S6,  a  positionally 
disordered crystal with only one phosphorus site in the published structure [7]; 
the one pulse spectrum is shown on top; the 2D-spectrum was aquired using the 
C7-sequence [2] with a length of the excitation period of 600  ms, other details 
(see [1]).

Acknowledgements
This research is supported by the Deutsche Forschungsgemeinschaft, grant no. 
Ec168-1/1  and by the  Fonds  der  Chemischen Industrie.  J.S.a.d.G.  thanks  the 
Fonds der Chemischen Industrie for a doctoral stipend.

[1] Schmedt auf der Günne J., Eckert H. Chemistry A European Journal (1998), 
in press.
[2] Lee Y. K., Kurur N. D., Helmle M., Johannessen O. G., Nielsen N. C., Levitt 
M. H. Chem. Phys. Lett. 242 , 304-309 (1995).
[3] Hohwy M., Jakobsen H. J., Edén M., Levitt M. H., Nielsen N. C. J. Chem. 
Phys., 108, 2686-2694 (1998).
[4] Hafner S., Spiess H. W. Concepts Magn. Reson. 100, 99-128 (1998).
[5] Gregory D. M., Mehta M. A., Shiels J. C., Drobny G. P. J. Chem. Phys. 107, 
28-42 (1997).
[6] Baldus M., Meier B. H. J. Magn. Reson. 128, 172-193 (1997).
[7] Mercier R., Malugani J. P., Fahys B., Douglade J., Robert G. J. Solid State 
Chemistry 43, 151-162 (1982)


