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Optimised monomeric isomers of N-lithio-1-naphthylamide (Table E1).
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Optimised geometries of monomeric, unsolvated dilithio-1-naphthylamide (Table E2).
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Optimised geometries of Me2O-solvated (= L) N,N-dilithio-1-naphthylamide. (Table E3).
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Optimised structures for the initial complex between LiH and 1-naphthylamine (7a-c) and transition states (8a/b) for N-metallation (Table E4).
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Optimised structures for the initial complex between LiH and N-lithio-1-naphthylamide (Table E5).
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Two optimised structures for the transition state which follows initial complex formation between LiH and N-lithio-1-naphthylamide (Table E6).
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Optimised monomeric isomers of lithio-4-methylanilide (Table E7).
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Based on the theoretically preferred monolithiated isomers 11a/b; the optimised geometries of unsolvated dilithio-4-methylanilide monomers (Table E8).


[image: image9.wmf]N

L

i

·

L

H

L

·

L

i

F

i

g

u

r

e

 

E

9

1

3

b

1

3

a

1

3

e

N

L

·

L

i

L

·

L

i

N

H

(

L

)

3

·

L

i

N

L

i

·

(

L

)

2

H

(

L

)

2

·

L

i

1

3

c

1

3

d

N

(

L

)

2

·

L

i

(

L

)

2

·

L

i

L

i

·

(

L

)

3

1

3

f

N

(

L

)

3

·

L

i

(

L

)

3

·

L

i


Optimised geometries of externally solvated (L = Me2O) 4-methylanilide dilithiates 

(Table E9).
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Optimised geometries of dimeric dilithio-4-methylanilide (Table E9).
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Optimised structures for the initial complex between LiH and 4-methylaniline (15a/16a)

 and subsequently obtained transition states (15b/16b, respectively (Table E10).
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Optimised structures of reactive complex 11b·LiH  and the subsequent transition states for Cortho-metallation (17a) and N-metallation (17b) (Table E11).
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Optimised structures of reactive complex (H2O)n·11b·LiH (n = 2 18a, 3 18b) and transition states (18c-f) for subsequent N- and Cortho-deprotonation (Table E12).
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