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Cl-LiI' is 51.8 (3)° bent out of the plane of the cyclopropane 
ring (Li2' lies 168.5 (8) pm below this plane). This bonding 
situation differs characteristically from that of the a-cyano-
benzyllithium species 4: In 4 the anionic a-C atom is planar and 
has no carbon-lithium bond, and the C-C-N unit is linear. The 
tetrahedral configuration of Cl in [3-THF]. together with the 
higher acidity of cyclopropyl as compared to isopropyl nitrile 
("cyclopropyl effect")2'4 thus clearly demonstrates that the (in
ductive) field effect plays a major role in the stabilization of a 
negative charge by a nitrile group.6b In agreement the bond lengths 
C1-C6 (140.0 (0.7) pm) and C6-N1 (117.8 (0.7) pm) are not 
very different from those in cyclopropyl nitriles (e.g., 1,1,2,2-
tetracyanocyclopropane C-C 144.2 pm; C-N 115.0 pm).7 In a 
keteniminate type structure resulting from derealization of the 
negative charge one would expect a shorter C-C and a longer C-N 
bond as this is the case in the ketenimine /V-/?-bromophenyl-
2,2-diphenylvinylideneamine: C-C 133.0 pm; C-N 124.0 pm.8 

The bond lengths within the three-membered ring are also of 
interest: The distal C2-C3 bond (147.3 (0.7) pm) is shorter than 
the two vicinal bonds (C1-C2 150.0 (0.7) pm; C1-C3 152.2 (0.7) 
pm). Such a pattern of bond length asymmetry has been predicted 
for acceptor-substituted cyclopropanes if there is an interaction 
between the occupied cyclopropane 3e' and an unoccupied acceptor 
•K orbital.9'10 It is generally observed in cyano-substituted cy
clopropanes.7 Since this is also observed in the cyanocyclopropyl 
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anion [3-THF]00, the nitrile group not only interacts with the 
"anionic" but also with the 3e' orbital.11 

The tetrahedral configuration of the anionic Cl in the solid-
state structure of [3-THF]00 thus nicely confirms the results of 
H/D exchange experiments with cyclopropylnitriles in solution.2* 
It is also in agreement with calculations which predicted a tet
rahedral anionic carbon atom in the a-cyanocyclopropyl anion.12 

Furthermore, MNDO calculations indicated that the most stable 
unsolvated dimer of LiCH2CN prefers an eight-membered ring 
structure, while solvation favors the alternative Li-N-Li-N 
four-membered ring.13 Because of the special features of an 
a-cyanocyclopropyl anion as outlined above, both of these 
structural units are verified in [3-THF]„. 
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Compound 3 is properly formulated as the phosphinocarbyne 
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