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Summary. The approach of molecular potentials describing the shape of transition curves of spin
crossover in the solid state developed earlier has been extended to many-body interactions character-
ized by the Axilrod-Teller potential. An improved procedure for the minimization of energy developed
for this case is presented. Calculations for systems involving Lennard-Jones, electric dipole—dipole,
and dispersive Axilrod-Teller triple interactions yield non-zero asymmetries of splittings in expanded/
compressed systems alone. The excess energy is unaffected by the Axilrod-Teller potential. Triple inter-
actions of the Axilrod-Teller type thus increase the sensitivity of a transition curve towards compression.

Another approach presented employs the deviations of molecules from positions of mechanical
equilibrium set up by the known binary potential. In the approximation of small perturbations these
deviations are proportional to the gradients of many-center potentials. This allows one to parametri-
cally define non-ideality parameters as functions of gradients of triple potentials of unknown types.
Employing regularization bounds an adequate parameterization of experimental transition curve of
spin crossover has been achieved in terms of parameters of Lennard-Jones potential and relative
deviations of molecules from the position of mechanical equilibrium.

Keywords. Solid state; Thermodynamics; Spin crossover; Molecular interactions; Many-body
interactions.
Introduction

Many-body interactions significantly contribute towards the free energy of con-
densed systems [1-4]. In our previous publications [5—-9] we have developed a
theoretical model of a simple chemical equilibrium in the solid state:

A=B (1)
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This formalism takes into account both binary and triple interactions character-
ized by formal non-ideality parameters, viz. the excess energy (AE,,) and asym-
metries of splittings (A”, AP) of energy levels of participating molecules.
These parameters have been derived from energies of molecules A and B in
all possible surroundings along one coordinate, i.e. in configurations AAA,
AAB, BAB, BBB, ABB, and ABA. In this formalism the excess energy is a
microscopic parameter equal the sum of the main splittings of energy levels:
AE,, = Egap — Eaaa + Eaga — Eggg. The asymmetries reflect the difference
in effects of the first and second substitutions in molecular surroundings:
AA = Faap — Faaa + Faas — Fpap, AP = Fppa — Fpp + Fpea — Fapa. When
binary interactions are only taken into account the asymmetries are zero whereas
the excess energy equals the formal excess energy of the theory of regular
solutions.

The developed formalism provided for adequate parameterization of all known
types of the spin crossover equilibrium between low-spin (A, LS) and high-spin
(B, HS) isomers, viz. gradual, abrupt and two-step spin crossover (Fig. 1). Gradual
transitions correspond to linear van’t Hoff plots and can be described in a pseudo-
ideal approximation. Abrupt spin crossover originates from strong homo-molecular
interactions characterized by large positive excess energies and leading to the
separation of HS-rich and LS-rich phases. The two-step spin crossover originates
from strong hetero-molecular (HS-LS) interactions leading to the formation of
ordered structures. It has been shown [5, 8] that many-body interactions play a
considerable role in spin crossover: the two-step spin crossover may be caused by
large negative excess energies as well as by large positive asymmetries of splittings
or combination of these parameters.

In Ref. [9] we have expressed non-ideality parameters in terms of binary
molecular potentials. Binary interactions mainly contribute towards the excess
energy whereas the asymmetries of splittings arise from either selective binary
interactions or many-body interactions.

Triple interactions considered as perturbations of binary interactions can be
taken into account as yielding a separate contribution towards the total energy:

E= Zcpij+zl/)ijk (2)
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Fig. 1. Three basic types of spin crossover: abrupt transition in [Fe(phen),(NCS),] (A, data from
Ref. [10]), gradual transition in [Fe(2-pic);]Cl,CH;0H (B, data from Ref. [11]), and two-step spin
crossover in [Fe(2-pic);]C1,CH;CH,OH (C, data from Ref. [12]); x is the mol fraction of HS species
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Fig. 2. Geometric parameters employed in the calculation of the Axilrod-Teller potential

In a system of molecules interacting via dispersive forces a third molecule changes
the instantaneous electric moments of two other molecules. Corresponding poten-
tial is known under the name of the Axilrod-Teller triplet potential [13]:
3. oo
Y13 = Zhu%@ cos 01 cos 013 cos B3 + 1) (3)
Far13723

in which «; are polarizabilities, r; are intermolecular distances, ¢; are angles
opposite to r;; (Fig. 2), and v is the mean electronic frequency:

31/11/2V3
V= (4)
Vv + Vv + a3

Parameters of the Axilrod-Teller potential can be expressed via parameters of the
Lennard-Jones potential. The constant B in the attractive part of the Lennard-Jones
potential (¢; = —B;;/ r,-j(’) is proportional to the square of polarisability [14]:

B = 0.68 hva*\/m (4a)

in which m is the number of electrons involved in the dispersion process. The
product of polarizabilities in Eq. (3) can be combined with (3/4)hv, which yields

1.103 aq Bzg
== = f(f 5
¢123 \/% 7%3 r:lgzr%f( ) ( )
Three-center potential thus equals approximately «; r(fm*l/ 2f(9) multiplied by
the attractive part of the Lennard-Jones potential. The constant B;; of the Lennard-
Jones potential can be expressed in terms of coordinates of the point of mechanical
equilibrium (g;; and a; = o x 2'/°):

B,’j = 451j01'6j (6)
Therefore:

4f(6) oo,

~ 6
Y123 = €23 NN (6a)
The polarizability «; approximately equals the molecular volume [15]:
0.77a;  0.7/2r0o;}
a~0.7v= Yy — Y —=0.510° (7)

6 6
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Hence:

2/(6) o305
Y123 & €3 i N (8)

ri372723

For linear chains of three molecules employed in the model [5-9] (AAA, AAB,
etc.) the geometric factor f{f)) = — 2, hence:

! 3
_ Aenenen) (012023013
¢123 ~ \/I’%

Writing this expression via the van der Waals diameters one obtains:

L 3
_ 2(enexnen)’ (ananan
Yi3 ~ —

V2m

The effective number of electrons taking part in dispersive interactions (m) for
spin crossover molecules apparently lies between 1 and 10. A general form of such
a three-center potential thus is:

©)

r3rians

10
113712123 (10)

(11)

3
611261236113)

1
Y13 ~ —K123(€12€23€13)3<
r13r12123

in which k3 =0.44 for m=10 and k1,3 =1.39 for m=1.

In the present paper we shall explore possible effects of many-body interactions
on equilibria in the solid state employing two methods: (i) introducing the Axilrod-
Teller potential and (ii) characterizing many-body interactions by their effects on
intermolecular distances.

Results and Discussions

A Model System Involving Lennard-Jones, Axilrod-Teller
and Electric Dipole—Dipole Interactions

Minimization of energy. The excess energy and asymmetries of splittings have
been obtained as [9]:

A" = 3(2¢aaB — VBAB — Yass) (12)
AP = 3(2¢app — YaBA — VBBB) (12a)
AE,, = 3(490AB — 2paA — 2¢BB + ABA — VBBB T+ ¥BAB — 1/)AAA) (12b)

In order to compute these parameters the van der Waals diameters and molecular
distances must be optimized for the minimum of energy. This does not present any
serious problem for systems with purely binary interactions (see Ref. [9]), however
taking into account triple interactions makes this procedure more complicated.

Consider a system involving Lennard-Jones, Axilrod-Teller, and electric
dipole—dipole interactions. The potential energy of such a system can be written as:

©123 = Ppin + Y123 (13)
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in which v,3 is given by Eq. (11) and @p;, = ©12° + 23 can be written as:
12 6 3
apn a Hipz (A
R ERCE)
2 r2 12071, \T12
ans 2 as o Hop3 (A3 :
R o)
3 3 €23053 \ 123
Conditions of the mechanical equilibrium can be written as:
0 0
dpias = (8—@) drip + <i) dry3
12 23 81’23 TAA
doiy | Oias dprs  Obios
= d drys =0 14
<d}’12 + (91”12 712+ dr23 + 8r23 23 ( a)

For symmetric configurations: AAA, BBB, BAB, and ABA all potentials are
functions of one variable (r1, = r»3) and conditions of Eq. (14a) can be written in a
relatively simple form:

dpana _ ,dpan , d¥asa

dl’AA - drAA+ drAA

() 1) - () s ()]
FAA rAA FAA

FAA 45AAaiA 64 EAA \TAA

=0

(15)
dyppB _ 2d90BB dvseB
drBB dI’BB

drBB

_2461313 (@)3 (@)9_<@>3 ,Uv12313 _3_K€BBB (@)6 —0
'BB 'BB 'BB 'BB

o 3
45BBaBB 64 EBB I'BB

(16)
depap _ ZdSOAB dipan
dr 'AB dr 'AB

drAB

3 9 3 6
24epp <aAB> [(aAB) (aAB) A LB 3K EBAB 3 (aAB> ] B
- dap) |(9aB) _ (4AB JREBAB 3 ~0

YAB I'AB F'AB ''AB

de AB aiB 64 ¢ AB

(17)
dpapa ZdSOAB dYapa

dr 'AB dr 'AB dr 'AB

3 9 3 6
24exB (aAB) [(aAB> (aAB) HAMUB — 3KEABA _3 <aAB) ] B
- aB) |(aaB) _ (4AB a —0

r'AB ''AB 'AB 'AB

4e ABaiB 64 ¢ AB
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in which ap = aap/aaa; o = app/aag. These equations are cubic equations of the
type:

yY=pP—-y—r=0 (19)

easily solvable by numeric methods. Note that, equilibrium values of r,g in BAB

and ABA are different due to different three-center potentials Yoga and ¥pag.
For the asymmetric configuration AAB the condition of mechanical equili-

brium can be written in two forms convenient for calculations of either 7,5 Or rag:

d d d d
® _ PAA n &QZ)AAB PAB i &ZJAAB 'AB -0 (20)
di"AA dI’AA arAA drAB aI‘AB drAA
d d d d
v _dpas o LIVN 4 (9ean OPaas) draa _ 0 1)
dI’AB dI"AB GrAB drAA 8rAA dI"AB

Assuming raan and rap to be independent variables (dras/dragp=0,

drag/draa =0), one obtains the conditions dé’;AAB =0, (‘;;AAB =0 as:

9 3 6
() () e e () () (P T
TAA FAA deanars  32ean \7aA PA lL+pa) 1+ pa

(22)

9 3 6 3 3
(@) B <aﬁ> _ HAMB  KEAAB (@) (P_A) ( 2pa ) 2pat+1
TAB rAB deapady  32eaB \raB aa L+pa) 1+ pa

(23)
in which ps =rap/raa. In general, raa and rag must be found as a joint solution
of this system of two equations that requires a complicated iterative procedure.
Fortunately the ratio pa =rap/raa can be considered as a quasi-constant equal to
the ratio of corresponding distances in the prototype compound (see Ref. [9]). In

such a case Eqgs. (22) and (23) can be solved separately with respect to r5 and rap.
A similar set of equations can be derived for the configuration BBA:

() o)~ () (2) () ¥ =
BB BB deppagy  32epp \7BB QB l+ps/) 1+p8

(24)

9 3 9 3 3
(@) B (aﬁ) _ Maps KEBBA <aAB) (%) ( 2 ) 2+ pB _ 0
TAB I'AB 4eapaly  32¢aB \7aB PB l1+p/) 1+ pB

(25)

in which pg =rgp/rap is considered as a quasi-constant.

The optimization procedure starts with the minimization of energy in AAA and
BBB configurations by adjusting van der Waals diameters aaa and agp according
to Egs. (15) and (16) at constant ra, = 10. 739A rgg = 10. 948A us =22.426 D,
and pa =22.812 D (data for the prototype compound, see Ref. [9]). The parameter
aag 1s calculated according to the additivity rule. The depths of Lennard-Jones
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Fig. 3. Effect of the Axilrod-Teller potential on the energy levels computed for model system

involving Axilrod-Teller, Lennard-Jones, and electric dipole—dipole potentials (A, o3 = 0.4; curves:

1,2,3,4,5, and 6 correspond to AAA, AAB, BAB, BBB, BBA, and ABA); the right-hand graph (B)

shows dependencies of the asymmetries AA® on compression/expansion computed for 1,3 =0.4 (1),
0.8 (2) and 1.2 (3)

potentials have been fixed at eapa = 12kJ/mol and egg = 14 kJ/mol. The depth of
hetero-molecular potential has been calculated according to Berthelot’s rule.
Employing these parameters the distances raa, Fap, and rgg in configurations
AAB, BAB, BBA, and ABA are optimized for the minima of energy.

Non-ideality parameters. The combination of the Axilrod-Teller (ko3 =0.4),
Lennard-Jones, and electric dipole—dipole potentials yields potential curves shown
in Fig. 3A. The asymmetry of splitting becomes visible at very large compressions/
expansions (ca. 3%). According to the data in Table 1 the Axilrod-Teller potential
does not practically change the excess energy (AE.,) at any compression. The
asymmetries of splittings at zero compression (r/r,,,=1) are negligibly small,
(see also Fig. 3B). In compressed/expanded systems the Axilrod-Teller potential
brings about considerable asymmetries A*® (Fig. 3B), that are positive in ex-
panded systems and negative in compressed ones.

Table 1. Non-ideality parameters computed for model system involving Axilrod-Teller, Lennard-
Jones, and electric (ua =22.812 D, ug =22.426 D) dipole—dipole potentials

K123 r/rapt DA DB AEex AA AB
kJ /mol kJ/mol kJ/mol kJ /mol kJ/mol
0.990 5.142 —4.058 1.084 0.000 0.000
0.000 1.000 5.122 —4.042 1.080 0.000 0.000
1.010 5.138 —4.055 1.083 0.000 0.000
0.990 4.863 —3.775 1.088 —0.357 —0.366
0.400 1.000 4.845 —3.757 1.087 0.022 0.023
1.010 4.860 —-3.772 1.088 0.340 0.348
0.990 4.574 —3.482 1.093 —0.682 —0.698
0.800 1.000 4.557 —3.463 1.094 0.081 0.084
1.010 4.571 —3.478 1.092 0.720 0.737
0.990 4.274 —3.178 1.097 —0.974 —0.995
1.200 1.000 4.258 —3.157 1.101 0.179 0.184

1.010 4.271 -3.174 1.097 1.143 1.169
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Fig. 4. Increased sensitivity of the shape of spin crossover transition curve towards compression as a

result of triple interactions: transition curves in the absence of triple interactions (k23 =0, A)

computed for r/r,,,=0.98 (1), 1.00 (2), and 1.03 (3) overlay whereas the same curves computed
for k123 =1.2 (B) show different types of transitions

At linear compression of the order £1% (volume compression +3%, required
pressure ca. 30 kbar) one can expect asymmetries of the order A*® ~ +1kJ /mol
at k1,3 =1.2. These effects can be interpreted as an increased sensitivity of the
shape of transition curve towards compression.

In the absence of triple interactions (k1,3 =0) a compression (expansion) within
7/Top=0.98-1.3 does not change the shape of transition curve (Fig. 4A, energy
and entropy of spin crossover are supposed not to be changed by compression/
expansion).

In the presence of triple interactions (x1,3 = 1.2) the variation of r/r,,, in the
same range brings about a conversion of the gradual spin crossover (curve 1,
Fig. 4B) into an abrupt one (curve 3, Fig. 4B). The increased sensitivity of the
shape of transition curves towards compression seems to be the only effect of triple
interactions of the Axilrod-Teller type. Negative asymmetries arising from com-
pression only decrease the slope of transition curves and do not bring about any
critical phenomena. The two-step spin crossover can be expected as a combination
of positive asymmetries (in expanded systems) with a negative background excess
energy. The overall effect of the Axilrod-Teller interactions is not significant, as
might be expected for systems with purely dispersive interactions.

Many-body Potentials Represented via their Gradients

The strength of the actual many-body interaction can be higher than that of the
purely dispersive forces. For example, many-center exchange interactions in alkali
halide crystals contribute up to several percents of the total lattice energy [1], i.e.
up to 10kJ/mol. The actual radial dependence of the energy of triple interactions
may be complicated and in general unknown. However the energy of many-body
interactions can be calculated as an increase in the energy due to the deflection of a
molecule from the position corresponding to the minimum of the binary potential.
An unknown many-center potential is thus defined in terms of parameters of the
binary potential in which the deviation plays the role of the conversion coefficient.
It is not difficult to show that in the case of small perturbations the deflection from
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the point of mechanical equilibrium is proportional to the gradient of the unknown
potential.

Let us consider a system involving a known binary potential ¢; and an
unknown many-body potential :

= @i+ 1 (26)

Suppose that the roots (r?j) of equations defining the minima of binary poten-
tials are known for all pairs:
ng,'j
V) —9 27
(dr ij)rq 27

If v is a small perturbation then the actual distance in a given pair can be written
as:

ri =1y + by (28)

in which ¢ is a small deflection. In this case the derivative of the total potential
du/dr; can be partly linearised in the vicinity of the point rj% as:

du dyp; d2<plj 0 dv
= (S5 4 =)+ 29
dry <dr,;,->r9 (drizj 0 (7 r”) dry (29)
U 1

The condition of mechanical equilibrium involving the total potential:

d d*o;; d
(@), ()04 (@), )
drij r0+68 drl/ r;; drl] r?.-l—(s

yields the deflection 6 proportional to the gradient of :

d d*y;;
V(). (%)
dl’,’j rf.j.+6 drij ’8’

The proportionality coefficient equals the inverse second derivative of the bina-
ry potential in the point of its minimum. The same relationship can be written as:

d d*y;;
(5),.~(%)
driy/ 0.5 dri

which means that the gradient of the many-body potential is proportional to the
deflection of the molecule from the point of the minimum of the binary potential.

Deflections from the point of mechanical equilibrium can be conveniently
characterized in terms of relative deviations ayj: r;j = rﬁ.(l + «;;). Equation (32)

1s then transformed into:
dy d*p;
(6n),.” ‘“"f'”?'( d) (33
i r2.+(3 ij /0
ij

For systems with Lennard-Jones and electric dipole—dipole binary interactions
one can obtain an analytical relationship between 6;; and di/dr; in terms of
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parameters of these potentials. The derivative of the basic potential can be written

as:
12 6 3
doy _ _ 12e5 ) fay\ ™ (ag\"_ miri (4 (34)
dry rij rij rj 46,']'61?/- rij
Or:
e, A d)
%Ll%v{%——;— Pt (35)
Tij ri rii 451~ja,.j ri

The second derivative then is:

dZSOi' 12¢; (ay : a;j ? ajj : il
i T <—) {13(7‘7> ‘7(7’7) ) (36)
ij ij ij ij ij i

Separating the part that equals zero in the point of the minimum of potential

(rj = r?j) one obtains:
a.. 9 an 3 M.M.
(o) -(2) -2}
ij ij €ijdj;

3 9 3
Coy _ 122y (ay)" o (ai)" 5 (a5)"
drz 2 \ry rij rij
ij ij y y y

Second derivative in the point of the minimum of this potential is thus:

d*py 36c; [ az\° i\°
(&), () 0Gy) 0y o
drj ) ()" \ 7 Tij

Deflections from the point of mechanical equilibrium due to the action of the
many-body potential ¢ are then given by:

2 (d1/1> (dw>
0 dry 0 dry
(i’ij) ") 1946 ‘ Tij i) 946 (39)

i = — =
T T 36 £ N (O T T 365 7 NO(_ /O
() {o(3) -1} () (%) -1}
ij ij ij ij

On the other hand the gradient of the many-body potential can be expressed via
parameters of the binary potential as:

d i [ Gij ¢ ij ¢
(o), o () 6(5) f
dry; 246 ri \Tjj ri

At a first glance Eq. (40) does not involve parameters of the electric dipole—
dipole interactions (14, pg)- In fact, information on these interactions is implicitly
conta(l)ined in the ratio a;;/ 10, differing from that of the pure Lennard-Jones potential
a;/ry = 1.

' T]riple interactions in configurations AAA, AAB, BAB, BBB, BBA, and ABA
can be characterised by variations of distances ry, and r,3, arising from the action
of the third molecule (Fig. 5). The deviation 0;; is thus supposed to depend on the
nature of the third molecule as reflected by the upper index to be used 6;; = 5,~J~k, k
denoting the nature of the third molecule (similarly oz,-jk = (5,-/‘ /i)
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Fig. 5. The origin of the deflection of molecules from positions of mechanical equilibrium

From this point of view the gradient di)sap/drap in the configuration AAB
arises from the action of the molecule A on the bond A-B and can be denoted as
Gag®. The gradient di)sap/draa in the same configuration can be considered as
originating from the action of the molecule B on the bond A—A; it can be denoted
as GaaB. There are 6 such gradients and deflections that can be represented as

San™ = raacan®, ap™ = rapaap®, O™ = rppapp?, Saa” = raacan®, Sag® =
rapaap®, Opp’ = rBBaBBB). The problem is thus strongly overparameterized: a
given combination of AE.,, A®, and A® can be achieved by a large number of
combinations of gradients. One has to employ some regularization bounds.

It can be assumed that the action of the molecules A and B on the neighboring
bond is of equal magnitude and opposite sign: aaa® = —aaa®, app® = —app” (at
complete equality «;;® = a;* the asymmetries are always zero). The action of
molecules on hetero-molecular distances can be calculated according to the additiv-
ity rule: aag = 1/2(can + agp). This leaves us two adjustable parameters aan® and
apg”. The final regularization can be based on the assumption that the reactions of
AA and BB bonds are also opposite: « ar” = —app® (i.e. that the third molecule A
increases the distance in the neighboring A—A pair but shortens it in the B—B pair).

Non-ideality parameters can be calculated for such systems in the following
way. At first a;; and r;; are optimized for the minimum of chosen binary potentials
as described in Ref. [9]. Then intermolecular distances are varied according to the
values of axa® (all other coefficients being computed via regularization bounds).
This produces changes in energies of configurations that yield new non-ideality
parameters whereas the gradient Gaa” is calculated according to Eq. (40). The
dependences of AE.,, A*, and A® on the gradient Gas* are thus parametrically
defined. The gradient Gaa? in this approximation is the only parameter of the
three-center potential.

Under these conditions one obtains non-ideality parameters as polynomial
functions of the gradient Gaa® (Table 2, Fig. 6). Negative gradient (positive
aaa®) yields positive asymmetries coupled to negative excess energy that can
explain many cases of the two-step spin crossover. When the background excess
energy is strongly positive (e.g. due to electric dipole—dipole interaction, Table 2)
the variation of Gaa? brings about a wide spectrum of the shapes of transition
curves from abrupt to the two-step spin crossover (Fig. 7).

The procedure described above can be inserted into a regression program
allowing one to parameterize spin crossover transition curves in terms of AE°,
T, s>, parameters of the Lennard-Jones potential, and coefficients aan® and agp?.
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Table 2. Non-idality parameters of a system of neutral complexes with a large contribution from
electric dipole—dipole interactions (AE® = 14kJ Jmol, Ty ,=155K, Ap=3D) and variable contri-
bution of many-body interactions represented by the gradient Gaa™; corresponding simulated curves
are shown in Fig. 7

Flg 7 OéAAA GAAA AEEX AA AB
KI/A kJ/mol kJ/mol kJ/mol
1 0.000 0.0 7.152 0.000 0.000
2 0.016 —48.6 3.084 0.501 0.442
3 0.020 —60.8 0.954 0.981 0.866
4 0.026 —79.0 —2.938 2.163 1.909
5 0.028 —85.1 —4.406 2.706 2.388
8.0 4.0
40 T 2.0 i
g 3
S £
2 0.0 S 0.0 1
>§‘ ~
g g F\\
—4.04 2.0
-8.0 . . . : -4.0 . . . :
-100 =50 0 50 100 -100 =50 0 50 100
A GAAA/](J-A71 B GAAA/k}A*l

Fig. 6. Dependencies of non-ideality parameters on the gradient of many-body potential computed
for a model system with a strong electric dipole—dipole contribution towards the excess energy
(AE°=14KJ/mol, T} »= 155K, Apu=3D, see Table 2)

1.0 1 I
0.8 r

“

2 o 1 2 3

= 04
0.2
0.0 —J D ‘ ‘ —

80 180 280 80 180 280 80 180 280 80 180 280 80 180 280

T/K T/K T/K T/K T/K

Fig. 7. Variations of the shape of transition curve caused by the variation of the gradient of many-
body potential computed for a model system with parameters given in Table 2; dashed lines represent
the degree of order

Figure 8 shows the results of such parameterization of the two-step spin crossover
in [Fe(2-pic);]Cl,EtOH (data from Ref. [16]). The standard energy of spin cross-
over was fixed at AE°=6.14 kJ/mol according to calorimetric data [17]. The
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Fig. 8. Approximation of the data [13] on spin crossover in [Fe(2-pic);]Cl,EtOH according to the
model of triple interactions and ordering with triple interactions represented by relative deviations of
molecular distances from those corresponding to the minima of binary potentials; parameters are
given in Table 3; the left hand graph corresponds to the bound aap® = —agg®, the right hand graph
was obtained by adjusting both axa® and apg®. Dashed lines represent the degree of order

required distances rpa and rgg were assumed to equal the smallest lattice constants
in LS and HS states of this compound according to Ref. [18]. The depth of the
Lennard-Jones potential in the HS state was fixed at egg = 14 kJ/mol, whereas exa
was considered as an adjustable parameter along with T 5, aar®, and agp?.

The regularization bound aap® = —app® has proven too strict for the param-
eterization of experimental transition curves, see Fig. 8A, first row in Table 3.
The more flexible bound axs® ~ —agp® allows one to adjust both these coeffi-
cients yielding an adequate description of the transition curve, Fig. 8B (second row
in Table 3).

As has been shown above, the effect of the Axilrod-Teller potential in model
spin crossover systems is small: it does not affect the excess energy and yields
comparatively small asymmetries of splittings in compressed/expanded systems
alone. Triple interactions of the Axilrod-Teller type thus only increase the sensi-

Table 3. Estimates of parameters obtained by fitting data [13] on spin crossover in [Fe(2-pic);]Cl,EtOH according to the model
of triple interactions and ordering with triple interactions represented by relative deviations of molecular distances from those
corresponding to the minima of binary potentials (aan® and apg®); binary interactions are represented by Lennard-Jones
potential (g, a;;)

Oyx AEO M O4AAA CVBBA €AA a;ﬁ aoﬂ AEEX AA AB
kI/mol K kJ/mol A A K/mol kJ/mol kI/mol

aan® = —agg® 0.107 6.14 1154  0.0391 —0.0391  7.926 11.3256 115710 —0.420 1.471  2.598
+0.7 =£0.0007 £0.125

aap® =~ —agg® 0.015 6.14 1155 0.0403 —0.0368 8.019 113256 11.5710 —0.354 1.630 2.151
+£0.1 =£0.0001 +£0.0001 40.009
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tivity of a transition curve towards compression. The asymmetries corresponding to
experimental shapes of spin crossover may arise from stronger many-body inter-
actions, for example many-center exchange interactions. Such many-center poten-
tials (of any type) can be taken into account via deviations of molecules from the
points of mechanical equilibrium set by the known binary potential. In the approx-
imation of small perturbations these deviations are proportional to the gradients of
the many-center potentials. Dependencies of excess energies and asymmetries of
splittings can be computed parametrically. Employing regularization bounds it is
possible to achieve adequate parameterization of experimental transition curves of
spin crossover in terms of parameters of Lennard-Jones potential and relative
deviations of molecules from the position of mechanical equilibrium.

Methods

The minimisation of energy and calculations of non-ideality parameters have been
achieved in Microsoft Excel ™ worksheets employing the Solver tool. Regression
of experimental data and simulation of transition curves have been performed using
a multipurpose non-linear regression program OPTIMI supplied with the mono-
graph, Ref. [19]. Details of regression procedure can be found in Refs. [6-9].
Transition curves are simulated (if not otherwise specified) for a model system
characterized by AE° = 14kJ/mol and T}, = AE’/AS° = 155K that are indepen-
dent of compression/expansion.

Acknowledgements

We would like to thank Prof. R.F. Jameson (University of Dundee, Scotland, UK) and Prof. A.L.
Udovsky (Institute for Metallurgy RAS, RF) for helpful discussions. Financial support due to the
“Fonds zur Forderung der Wissenschaftlichen Forschung in Osterreich” (Project 15874-N03) and to
the “Jubilaumsfonds” of the Austrian National Bank is gratefully acknowledged.

References

[1] Jansen L (1965) ‘Many-centre forces and stability of crystals’. In: Sinanoglu O (ed.) ‘Modern
Quantum Chemistry (Istanbul Lectures)’: Academic Press, New York
[2] Zubov VI (2002) Phys St Solidi 253: 151
[3] Sadus RJ (1998) Fluid Phase Equil 150-151: 63
[4] Shukla KP (1989) Fluid Phase Equil 46: 1
[5] Koudriavtsev AB (1999) Chem Phys 241: 109
[6] Koudriavtsev AB, Stassen AF, Haasnoot JG, Grunert M, Weinberger P, Linert W (2003) Phys
Chem Chem Phys 5: 3666
[7] Koudriavtsev AB, Stassen AF, Haasnoot JG, Grunert M, Weinberger P, Linert W (2003) Phys
Chem Chem Phys 5: 3676
[8] Koudriavtsev AB, Linert W (2005) Monatsh Chem 137: 15
[9] Koudriavtsev AB, Linert W (2005) Monatsh Chem 137: 35
[10] Goodwin HA (1976) Coord Chem Reviews 18: 293
[11] Sorai M, Ensling J, Hasselbach KM, Giitlich P (1977) Chem Phys 20: 197
[12] Koppen H, Miiller EW, Kohler CP, Spiering H, Meissner E, Giitlich P (1982) Chem Phys Lett 91:
348
[13] Axilrod BM, Teller E (1943) J Chem Phys 11: 299



Spin Crossover in the Solid State. Part II1 447

[14] Moelwyn-Hughes EA (1970) ‘Physikalische Chemie’, Georg Thieme Verlag, Stuttgart

[15] Hiickel W (1954) ‘Theoretische Grundlagen der Organischen Chemie’ Bd. 2, Leipzig

[16] Bousseksou A, Nasser J, Linares J, Boukheddaden K, Varret F (1992) J Phys I France 2: 1381
[17] Sorai M (2001) Bull Chem Soc Jap 74: 2223

[18] Chernyshov D, Hostettler M, Tornroos KW, Biirgi H-B (2003) Angew Chem Int Ed 42: 3825
[19] Kudriavtsev AB, Linert W (1996) Physico-Chemical Applications of NMR. WSPC, Singapore



