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ex[ ] ( ln ln ),A B
A B A B A AAA B BBB A A B BF x x x x F x F x F NkT x x x x  (1) 

xA, xB — A B  (xA + xB = 1); Fex = DA + DB — -

, -

. xBFBBB + xAFAAA

. A B

 ( . . 1).

 (1) , -

: xAxB Fex,
A B .

, xAxBxA
A B

AA- , A AB- .

 (1) , -

, .
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. -

— —  [ 20 ]  [ 12, 15, 16 ] , -
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2 2

ex ex

1 1 1 1 2 2 2 2

(1 )( ) [ (1 2 )]

[ ln( ) (1 ) ln(1 ) ln( ) (1 ) ln(1 )],
2

A B B
A B A B A A A AAA B BBB

A A A A A A A A

F x x s x x F s x F x x F x F

NkT
u u u u u u u u  (2) 
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ex ex

1 1 1 1 2 2 2 2
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- , .  (2) -

 xA < 1/2,  (3) — 

xB < 1/2, -

 0 s  1. 

-

. 1. , -
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. 2.  [Fe(2-pic)3]Cl2EtOH, -

 ( . ).  — -

                                             

: F/ x = 0; F/ s = 0. -

, ,

 [ 12, 13 ]. ,

, . . DA, DB, A,
B - . -

 ( -

) E0 = 

= EBBB – EAAA S0 = SBBB – SAAA ( E0  T1/2 = E0/ S0),

: Eex,
A, B.

 ( A = B = 0) 

Eex, . . ,

,

. Fex .
A B  0. . 2 -

 [Fe(2-pic)3]Cl2EtOH

(2-pic = 2- ).  ( . ). -

, s

.

, -

 [ 8 ], . ,

 — , s

.

-  ( A

 2J , B  2J Eex  2J ), ,

 (J  < 0), 

,  (J  > 0, J  > 0, [ 8 ]). 

,

, , ,

 ( . Eex
A(B ) ).

-

 [ 17 ]. 

— , -

. , ,

.  — 

,

 [ 19 ]. 

, -

, -

.

-

. ,

[ 8 ] [Fe(2-pic)3]Cl2EtOH (2) (3)

yx  102 E 0, / T1/2, K S 0, /( K) Eex, / A, / B, /

1,9 6,9 0,22 116,1 0,2 59,4 1,9 –0,403 0,005 1,694 0,023 2,022 0,016 
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xA xB,  ( -
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Eex << RT, , , . -

,

2ex

0

2ex

3/ 2 1/ 2
exp 3/ 2

ln 0.
3/ 2 1/ 2

exp 3/ 2

A B B A

B B B

B A A B

A A A

E
x x x

RT RTF

RT E
x x x
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