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Abstract

The aim of this PhD project was to develop a fast and reliabdé¢hod for the calculation of ex-
change coupling constants which are used in the descripfitte coupling of unpaired electrons in
di-, tri- and oligonuclear transition metal complexes. hder to achieve both accurate results and
low computational costs, a combination of quantum chem{&C) and molecular mechanics (MM)
calculations has been employed.

The exchange coupling describes the energy gap betweetaties sf ferro- and antiferromagneti-
cally coupled transition metal centers in a molecule andhedymto gain insight into the electronic and
magnetic properties of a compound. The prediction of exge@oupling constants is vital for virtual
screening of magnetic properties as well as to t experiraergsults, e.g. electron paramagnetic
resonance (EPR) or magnetism measurements. While the exxhbaungling between two transition
metal centers can be determined by single point calcusti@sed on X-ray structure geometries,
geometry optimization is the key element for predictapiithen no experimental data is available.
As the method should be usable to not only reproduce expetah@ata, but also to predict exchange
coupling constants ah silico-generated complexes, the computational procedure hawadtvé a
geometry optimization at one point of the process.

A systematic benchmark approach for the deduction of exgga@oupling constants from density
functional theory (DFT) single point calculations is pretssl. Based on benchmark calculations of
a small dinuclear molecule, a suitable functional and bssicombination for the fast and accurate
calculation of coupling constants has been identi ed arstiete on a large series of transition metal
compounds, which include ¢urFe", Cr'', vV, Mn", Mn"", Mn'V, Ni"" and Cd' ions. The calcula-
tions were based on X-ray structure geometries obtaineudl literature data and have been compared
to exchange coupling constants calculated from DFT-ogguohistructures. The results based on op-
timized structures were found to have comparable accurd&ghwshows, that the optimization of a
structure is a viable approach to exchange coupling congtadiction.

A ligand eld term has been implemented in a molecular meatsaprogram, employing the pro-
gramming language C++. This allows for the calculation ot®tmic effects with MM methods.
Based on reference information from X-ray structures andW$//spectra the ligand eld term has
been automatically parametrized . Since the predictionxoch&nge coupling constants based on
optimized geometries is possible, molecular mechanicutalons with an additional electronic ef-
fect present a computationally ef cient way for this steptloé process. Parametrizations based on



Abstract

simple test molecules and one or more X-ray structures wéthsttion metal compounds showing
electronic effects like Jahn-Teller distortions are pnésd and the functional form of the ligand eld
term implemented into the software is discussed in detalil.

A possible improvement of the parametrization process whges the information of the rst and
second derivatives of the energy with respect to atomicdinates is presented. Also, a parametriza-
tion based on DFT-optimized structures is discussed. If {Opfimized structures are used as the
reference data for a force eld, all calculations for theetatination of exchange coupling constants
are based on the same potential energy surface (PES). Battetrgaptimization and the calculation
of the magnetic properties then only involve structuresh@FT hypersurface. This is an advantage
from the theoretical chemists' point of view, since the uguwacedure for the calculation of exchange
coupling constants involves X-ray structure geometriegciwido not represent a minimum on the
DFT hypersurface.



Kurzfassung

Das Ziel der vorliegenden Doktorarbeit war die Entwickl@nger zuverlassigen und schnellen Meth-
ode, um Austauschkopplungskonstanten, die die Kopplungimgepaarten Elektronen in zwei-, drei-

oder mehrkernigen Ubergangsmetallkomplexen beschreitieberechnen. Um genaue Ergebnisse
bei geringem Rechenaufwand zu gewahrleisten wurde eine Katndn von quantenchemischenn

Rechenmethoden und Kraftfeldmethoden benutzt.

Die Austauschkopplung beschreibt die Energieliicke zveisotlen antiferro- und ferromagnetisch
gekoppelten Spinzustanden der Ubergangsmetallzentres kiolekiils und kann Hinweise auf dessen
elektronische und magnetische Eigenschaften geben. Drek&age von Austauschkopplungskon-
stanten ist entscheidend fur “Virtual Screening”-Anwenglen und hilft bei der Interpretation von ex-
perimentellen Ergebnissen, die z. B. bei Elektronenspima&sz (ESR)- und magnetischen Messungen
erhalten werden. Wahrend Austauschkopplungskonstantes &flolekils durch “Single Point”-
Rechnungen auf Basis von Rdntgenstrukturdaten berechnetemvéidhnen, sind Geometrieopti-
mierungen der Schlisselschritt bei der Vorhersage von atesghen Eigenschaften von bisher nicht
synthetisierten Molekilen. Da die Methode sowohl bei degrjoretation von Daten zu bereits exper-
imentell bestimmten Strukturen helfen, als auch Wertarfigilico-generierte Strukturen bestimmen
sollte, wurde der Schritt der Geometrieoptimierung in des&@ntprozess aufgenommen.

Um Austauschkopplungskonstanten mit Hilfe von Dichtetiorkaltheoriemethoden (DFT-Methoden)
zu berechnen, wurde ein systematischer Benchmark-Teshgkfithrt. Basierend auf einem di-
nuklearen Cli-Komplex wurde eine geeignete Kombination von Funktionad Basissatz fur die
schnelle und akkurate Berechnung der Kopplungskonstadgsitiiziert. Die Methode wurde im
AnschluR anhand einer Reihe von Ubergangsmetallkomplexeaziert, wobei Cu', Fe", Cr!', vV,
Mn", Mn", Mn"', Ni"" und Cd" zu den betrachteten Metallionen zahlten. Die Berechnuniggres
sich auf die Rontgenstrukturen der Komplexe, die der Literanthnommen wurden. Die berech-
neten Kopplungskonstanten wurden mit Ergebnissen, di®B&tifoptimierten Strukturen basierten,
verglichen. Die Ergebnisse beider Berechnungen zeigenchgiite Genauigkeit im Vergleich zu
experimentellen Resultaten. Die Berechnung von Austauggtlogskonstanten auf Basis von DFT-
optimierten Strukturen erweist sich somit als geeignetesaiz fir die Vorhersage bei Strukturen, zu
denen noch keine experimentellen Daten vorliegen.
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Um den erforderlichen rechnerischen Aufwand fur die Geogbtimierung zu reduzieren wurde
ein Ligandenfeldterm in das Kraftfeldprogramm Momec milfélder Programmiersprache C++ im-
plementiert. Zusatzlich wurde eine automatische Parasrexting entwickelt, die sowohl Kraftfeld-
parameter fur klassische Terme als auch fir das Ligandkates Referenzdaten, bestehend aus Ront-
genstrukturinformationen und UV/VIS-Spektren, ableikamn. Durch die Implementierung eines
Ligandenfeldterms kénnen die elektronischen Effekte etien Ein uld auf die Koordinationsstruk-
tur der Ubergangsmetallzentren haben, durch Kraftfelirengen erfat werden. Der Prozess der
Geometrieoptimierung wird durch den Einsatz von Kraftheédhoden erheblich beschleunigt. Auf
der Basis von Teststrukturen und Rontgenstrukturen von Bibgsmetallkomplexen mit Jahn-Teller-
verzerrten Metallzentren werden Parametrisierungenesdigi funktionelle Form des Ligandenfeld-
potentials diskutiert.

Das letzte Kapitel der vorliegenden Arbeit beschaftigh siet der weiteren Entwicklung der Methode
zur Vorhersage von Austauschkopplungskonstanten. Eiern&nosatz zur Parametrisierung von
Ligandenfeldkraftfeldern auf der Basis der ersten und 2me#bleitungen der Energie in Bezug
auf die Atomkoordinaten eines Molekuls wird diskutiert. ster Ergebnisse in Hinblick auf eine
Parametrisierung auf Basis von DFT-optimierten Struktueigen aul3erdem, dal’ durch Referenz-
daten aus DFT-Rechnungen das Problem der verschiedenen &ty wahrend des Gesamtpro-
zesses der Vorhersage von Austauschkopplungskonstaraieden werden kann. Die Berechnung
von Austauschkopplungskonstanten wird in der Regel auf BamisRontgenstrukturen durchge-
fuhrt, die im Allgemeinen nicht ein Minimum auf einer DFT-pgr &che darstellen. Durch die
Geometrieoptimierung mit Hilfe der DFT bzw. durch die Ogenung durch ein Kraftfeld, welches
mit Hilfe von DFT-Strukturen parametrisiert wurde, laf&ttssicherstellen, dal? die Austauschkopp-
lungskonstante auf Basis einer Minimumsstruktur der DFpétache berechnet wird.
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Single molecule magnets (SMM5Y! present an interesting class of compounds with multipleipos
ble applications in elds of modern technology, e. g. higbficient data storage systems, molecular
freezeréSl, switches, quantum comput&sor contrast agentd. Therefore, the interest in the de-
velopment of new compounds, which exhibit single molecuégnet behavior at room temperature
or above is high. While experimentalists have been able tthegize a large number of SMMs with
anisotropy barriers of up to 170, a systematic approach to nd compounds which show SMM
behavior is still lacking and new discoveries of SMMs arenfiby pure chance. As the synthesis and
characterization of this class of compounds is tedious ene-tonsuming, the constantly evolving
eld of computational chemistry can provide a suitable agguwh for a more systematic and thorough
investigation in this eld of research. While improving cootpr hardware is constantly opening up
new possibilities for more and more accurate calculatidnmedium sized molecules, the system-
atic screening of hundreds or thousands of compounds lisnsibssible with high-level quantum
chemistry (QC) calculations. The goal of this PhD projectéf@e was to develop an approach for
the calculation of exchange coupling constants of tramsitetal complexes, which can yield accu-
rate results while the computational costs remains at @anadie level for large scale calculations.

The exchange coupling describes the energy gap betweeiiffégrert spin states of coupled transi-
tion metal centers (see Part Il for a detailed descriptiod)@an help to gain insight into the low-lying
electronic states of a molecule. Together with additiomaameters like the zero- eld splitting (ZFS)
(see Part I) a qualitative and quantitative understandingeoexchange coupling is therefore impor-
tant for the rational design of new SMMs. While the calculatod the actual constant based on X-ray
geometries is feasible with density functional theory (DRiethods, the geometry optimization nec-
essary for the creation ah silico-structures is time consuming when QC calculations arehwedb
Since geometry optimizations are necessary when no X-ragtate is available, the process of ge-
ometry optimization with subsequent exchange couplingtaon calculation may be divided, and
QC and molecular mechanics (MM) methods have been empldyedunderlying theory of QC and
MM calculations as well as molecular magnetism is describettail in the rst Part of this thesis.

MM methods can generate very accurate molecular geometriesh are computed within a couple
of seconds on modern computer hardware. As the moleculesspést contain transition metal ions,
the underlying force elds have to be speci cally tailoreal this kind of problem and, in order to be
able to correctly describe electronic effects caused bytipaired electrons on the metal ions, may
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include an additional electronic term. We have chosen tdémpnt a ligand eld terr?% into our
own molecular mechanics packagée?, which can correctly reproduce e. g. Jahn-Télfedistorted
coordination sites and thus can yield accurate moleculamegéries when transition metal centers are
present in the molecule (see Part 1l for details). As thepuatrization of this ligand eld term should
be simple, reliable and also possible within an affordabd@ant of time, the implementation of an
automatic parametrization procedure has also been a gahisoPhD project (detailed description
in Part 1V). Parametrization is necessary when a new clagowipounds is investigated or new
functional forms for an energy term are developed, e. g. fiamge of the ligand eld potential form
presented in Part Il of this thesis.

With the combination of a ligand eld augmented molecularamanics calculation for the geom-

etry optimization of a complex and the subsequent detetinmaf magnetic properties, e.g. the

exchange coupling constant, by DFT based methods, we hieee garst step towards a systematic

computational screening of possible candidates for singiecule magnets. For a more complete
description of the single molecular magnet behavior otliens e. g. the ZFS parameters for axial (D)
or rhombic (E) splitting are necessary. These can also b@utad by QC methods but are usually
smaller by an order of magnitude compared to the exchangeglinguconstant J and are therefore
much more dif cult to reproduce correctly.
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Part I. Theoretical Background

1 Quantum Chemistry

1.1 Hartree-Fock Theory

Quantum chemical methods have become a major eld of rekearthe last century and quantum
chemistry calculations are nowadays an important tooludysteaction mechanisms, structural con-
formations, energy pro les and spectroscopic properti@alculations are used to explain, but also
to support experimental ndings. The major difference toc® eld methods, which will be de-
scribed in Ch. 2 of this Part, is the treatment of electronscivhre explicitly included in quantum
mechanical methods. Therefore, quantum chemistry methiedable to describe electronic effects,
e.g. Jahn-Tellét®! distortions in transition metal complexes or excited staged can in principle
describe every property of a given molecule.

1.1.1 The Born-Oppenheimer Approximation

The time-independent Schrodinger equalfiinEq. 1.1.1, describes the stationary state of a system
and can be used to derive the energy levels of a molecule.

Ha= E@ (1.1.1)

whereH is the Hamilton operatof: the energy eigenvalue arid the wave function, which is a
function of all electron and nuclei coordinates as well &ctebn spins. If this equation (or an ap-
proximation to it) is solved without empirical parametetts&e method is referred to as ab-initio
method, which means, it is based on rst principles and thgsrously derived from quantum me-
chanics.

For anN electron andVl nuclei system, the Hamiltoni&d! is given in Eq. 1.1.2:

X X X X X
1, L 2p. Za, 1, ZnZs

;2 A Ma oA A i i i

(1.1.2)

R
A B>A AB

Here,M 4 is the mass of the nucleus, Z, its atomic numberr ;s the distance between nuclefs
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and electron, rj; the distance between electranendj andRag the distance between nuckiand

B. The rstterm accounts for the kinetic energy of the elesgavhile the second term represents the
kinetic energy of the nuclei. The third term describes thel@uob attraction between electrons and
nuclei and terms four and ve represent the repulsion betvedectrons and nuclei, respectively.

Since nuclei are much heavier than electrons, they move siondy. With the Born-Oppenheimer
approximatio®t®1] one can separate the electronic problem from the motioheohticlei and treat
the electron movementin a eld of point charges generatetheyuclei. The electronic Hamiltonian
(Eq. 1.1.3) is therefore reduced from Eq. 1.1.2 to only idelthe terms for the kinetic energy of the
electrons, the Coulomb attraction between electrons anigirared the Coulomb repulsion between
electrons. Since the electrons “feel” the nuclei as poiargés, the electronic energy of a system also
depends parametrically on the Coulomb repulsion of the nuete 1.1.3:

y s 1r2i_>@>w zA+><“><“ 1+>M X 7,78
elec = | 2 : . Fia N
i i A >

(1.1.3)

Solutions to the Schrodinger equation based on the electrtamiltonian are given by the electronic
wave function, Eq. 1.1.4:

2 elec =2 elec(ri; Ra) (1.1.49)

In this form, the electronic Hamilton operator neglectsiiglstic and other additional effedtd. If
those become important, e. g. for fourth or fth row elememtsif other Hamiltonians, for example
for spin-spin or spin-orbit coupling effects, are needkd,dlectronic Hamiltonian has to be extended
to account for these interactions. This will be the case,mihe broken symmetry formalism is
introduced and the Hamiltonian is extended by a term whidtudlees the interaction between two
transition metal centers (see Pt. Il, Ch. 2).

1.1.2 Molecular Orbitals

The electronic Schrédinger equation can only be solvedasex form for one-electron systems like
the hydrogen atom. Approximate, iterative solutions forltrelectron systems are based on the
variational principle, which states that the expectatiatug of the Hamiltonian is always equal or
higher than the exact energy (Eq. 1.1.5):

I jHelec]® 1, Eexact (1.1.5)

For a correct description of the wave function of a singlecteta in the nonrelativistic case, two

10
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parts are needed. First, a spatial orbital which describes the spatial distribution of an electron in
dependence af. The atomic wave functior’s; are de ned to be orthonormal, Eq. 1.1.6:

Z
dra 7(r)2(r) = % (1.1.6)

whered; is the Kronecker-Delta. Second, the electronic spin quamtumbers for an electron with
the two possible statels% andj % which correspond to the spin up and spin down states oflphral
or anti-parallel alignment along an external magnetic kéve to be introducead hod!®l. The spin
functions are orthonormal as well, Eq. 1.1.7:

J® =hji=1
mg_ _J (1.1.7)
e i = hj® =0
The combination of both elements yields the spin orbiéglEq. 1.1.8
8
2a(ne()
AX)= _or (1.1.8)
SA(n) ()

Given non-interacting electrons, the Hamiltonidne. is a sum of one-electron Hamiltonians and
the corresponding wave function gives rise to the eleatrenergyEec, Which is a product of one-
electron wave functions, the spin orbitals. The productlied the Hartree product (Eq. 1.1.9):

2 Hartree = A|(X1)AJ (X2):: :Ak(XN) (1.1.9)

This represents an uncorrelated ansatz, because the pitglzdbnding electron one at positiorx; is
independent of the probability of nding electron two at g x,. The total probability of nding
each electron at each position is thus the product of alledeetron probabilitie®. Since electrons
have to be described as fermions obeying the Pauli prinéihlaterchanging the coordinates of two
fermions must result in a change of the sign of the wave fonctirherefore, the quantum numbers
of two electrons cannot be the same, and the wave functiotohaes antisymmetric with respect to
interchanging two electronic coordinates. As the Hartnelpct does not ful Il this principle, the
linear combination of the Hartree product has to be use@dust For two electrons, the simplest
correct description is (Eq. 1.1.10):

4 X1 %2) = pl_é(Ai(Xl)Aj (x2) i A (x1)Ai(x2)) (1.1.10)

11
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where et is a normalization factor and the minus sign ensures theyanthetry of3( x,; xz) ™.
This can be written as a determinant, the so-called SlaterBénant?®, given in Eq. 1.1.11 for the
N-electron case:

Ax) A(x) i Adxa)—
¥ Xl;Xz;:::;XN):p%EAi(:XZ) Aj(:XZ) - Ak(:XZ): (1.1.112)

AGn) AN i Adxn)

In a Slater Determinant, the electronic coordinates arergalong the rows, while the columns are
made up by single electron wave functions. These are comlimenolecular orbitals when the
electronic Schrodinger equation is solved for a molecule.

1.1.3 The Fock Operator

As the variational principle states, the energy of the bestesfunction obtainable with an approxi-
mate functional form is equal or higher to the exact energihefelectronic problem. The variation
of this problem is induced by the choice of spin orbitals amel @&im is to choose the best set of
spin orbitals for a given problem. The equation, which diéss the best set of spin orbitals, is the
Hartree-Fock integro-differential equatiét, given in Eq. 1.1.12 for the case of a single electron
denoted as electron-one, which yields the orbital en&i@f the spin orbitalA,.

! #

X X
h(1)+  Ju(1)i Ku(1) Aa(1) = 2aA4(1) (1.1.12)
b6 a b6 a

Here,h(1) is the operator for the kinetic energy and the potential@ntar the attraction of a single
electron to the nuclei. The two sums oWe8 a depend on electron-electron interactions, where the
rst term is the Coulomb term and the second term is the exchaegn. The Coulomb term can be
interpreted as a one-electron potential in Hartree-FoéR (Reory, since the summation overlaé a
corresponds to an averaged potential of the N - 1 electromisfvact on electrod, (Eq. 1.1.13):

Z
X ~ . ~
ve(2) = dx2jAn(2)j°r 15 Aa(2) (1.1.13)
b6 a

12
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We can therefore de ne a Coulomb operator, Eq. 1.1.14

V4
In(1) = dxojAn(2)j’riy (1.1.14)

which de nes the average local potentiabat arising from an electron iA,.
The exchange operatir, Eq. 1.1.15, does not have a classical interpretation a&dah&®mb operator,
but one can de n& by its effect when it operates on a spin orbia(1):

. Z s
Kp(1)Au(1) = dxAN(2)ri,Aa(2) An(l) (1.1.15)
The Coulomb operator can be expressed in a similar form, HqL&:.
-Z

LDAD = dARIAR) Adl) (1.1.16)

The comparison of Egs. 1.1.15 and 1.1.16 shows, that the @dubperator is a local operator, which
acts on the same electrof,(2)) whereas the exchange operator is a non-local operatochvettits
on two different electrons’,(2) andA,(2)).

With Eq. 1.1.15 and Eq. 1.1.16 it follows, that the differefdetween Coulomb and exchange opera-
tor acting on electron-one &, is zero, Eq. 1.1.17:

[Ja(1) i Ka(1)]Ax(1)=0 (1.1.17)

This term, when added to Eq. 1.1.12, eliminates the restnicf the sum, which now runs over all
spin orbitalsh. The HF equation can now be written as (Eq. 1.1.18)

f (HA(Xi) = 2A(x)) (12.1.18)
with the Fock operatar (i) (Eq. 1.1.19):

X
f(i)= i %r 20 f—: + V17 (i) (1.1.19)
i A !

whereVv"F (i) represents the combined Coulomb and exchange operatom wddaces the many-
electron problem of the original Hamiltonian (the electedactron interaction terms) to an effective
one-electron problem. As the eld of electrons used in thie-@lectron problem depends on the

13
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spin orbitals of the electrons and thus the Fock operatoem#gpon its eigenfunctions, the equation
system is nonlinear and must be solved iteratively. Thiaiten procedure is called the self-consistent
eld (SCF) method, as the eld of electrons has to be variedilwwerall self-consistency is achieved.
When a set of initial coef cients for the molecular orbitatsdhosen, the average eld the electrons
induce on each other can be calculated and the HF equatiorl(Ed4.8) can be solved to arrive at a
new set of orbitals. The new set of orbitals is then again tsedlculate the eld, solve the equation,
etc., until the orbitals (and thus the determinant) no lorap@nge and self-consistency is achieved.
The orbitals with their respective eigenvalues now repreee canonical molecular orbitals (MOs)
with orbital energies of the best solution for the groundestd a given molecule.

1.2 Basis Sets

As seenin the preceding Chapter, the objective of an SCF adilonlis to nd a set of MO coef cients
which minimize the energy of the electronic eigenvalue ob So far, we have only derived the
operator acting on the MOs; now, the functional form of theveveunction built from the MOs will

be discussed. Since the exact functional form of the MOsksiown, the MOs are expressed as a set
of functions of which the functional form is known. For a a&t description, an in nite amount of
functions would be needed, which is not feasible for a cakooh. Therefore, a nite set of functions
Is used, the so called basis set. Each MO is then expressddricarbitals (AOs) of this basis set
in a linear combination (LCAO).

There are two commonly used types of AOs in quantum chemisthods: Slater type orbitals
(STOs)?Y (Eq. 1.1.20) and Gaussian type orbitals (GTE&5JEq. 1.1.21).

Aoim (115 A) = NYm (; Ari tel ™ (1.1.20)

Asim (65A) = N Y (s Areni 2 e (1.1.21)

Here,N is a normalization constant;, (1; A represent the spherical harmonic functions aadds
the radial dependence to form the AOs. While STOs are more &xe a chemical point of view,
since STOs represent the exact description for the hydratgen, GTOs are much easier to calculate,
since the product of two GTOs is again a GTO. To achieve STQ@Qracyg with GTOs, roughly three
times as many basis functions are neétféd

The minimum basis set of a given atom consists of the minimumber of AOs to contain all
electrons present on the atom. For a hydrogen atom, thisowsaiply be one s-orbital (1s), for
a carbon a set of two s- (1s, 2s) and three p-orbitalsfgp p,). To increase the accuracy of the
MO-description, one can introduce additional basis fuumgi A double zeta (DZ) basis set consists
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of twice the amount of basis functions needed to form the mimn basis set, i. e. two s-functions
for a hydrogen atom, four s- and six p-functions for a carbimma The amount of functions can be
similarly increased to triple zeta (TZ), quadruple zeta YQjintuple zeta (5Z) or higher order basis
set expansions.

Additionally, the description of the electron distributioan be improved by adding polarization func-
tions with a higher angular momentimPolarizing an s-orbital requires p-functions, polarig
p-orbital requires d-functions etc. Commonly found are diffose functions, which help to describe
the tail of an atomic orbital far away from the nucleus.

To reduce the amount of basis functions for a given atom, tmyvalence shell orbitals can be
described by an additional set of basis functions. Thisyced a split valence basis set and is justi ed
by the fact, that core electrons are rarely involved in cleairibonding and behavior of the chemical
environment of an atom.

Another very common approach which goes in the same direcithe basis set contraction. Core
orbitals may be represented by a xed linear combinationasfi® functions and therefore the number
of functions varied during the calculation is reduced. Thetracted Gaussian type orbitals (CGTOS)
are expressed by a sum of primitive Gaussian type orbit&3 @) (Eq. 1.1.22):

Xk
A(CGTO)=  aA(PGTO) (1.1.22)

Pople style basis sets, for example 6-FfGmake use of this contraction. The 6-31G basis set is a
split valence basis, where the core orbitals are descripeddontraction of six, the inner part of the
valence shell by three and the outer part of the valence byP@iEO. Another example is the TZV
basis set by Ahlrichs and cowork&*®!, which for example contracts a 11s6pld basis for a carbon
atom to a 5s3p1ld pattetnThe core orbitals are again described as a contractioxafrbitals, and

the degree of contraction decreases when moving towardstéece shell orbitals.

If this approach is taken a step further, effective core mpitdés (ECPs) can be introduced. Expanding
the core orbitals of a third or higher row element needs masgysbfunctions, but the electrons are
normally not involved from a chemical point of view. Theredp ECP basis sets model the core
orbitals by a single function and by that reduce the numbezaiired basis functions drasticaf{?!.

An example for an ECP basis is the LACVB¥ basis used in Pt. Il of this work.

This is extremely important e. g. when describing bondséangition metal complexes.

2 Taken from an Orca 2.6 output [&]
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1.3 Density Functional Theory

Density functional theory (DFT) has become one of the mogtoitant tools for the theoretical
chemist in the last decades and is howadays also widely usedpderimentalists to support their
ndings 132 With the ongoing development in computer hard- and soféw&FT today allows
the treatment of molecules with 100-200 atoms readily and ttan be used to solve many of the
challenges which arise in modern computational chemistry.

The fundamentals of DFT go back to Hohenberg and KShrnwho proved that the ground-state
energy of a system can be completely described by the eted&nsity’2 The4N variable (three
Cartesian coordinates and one spin coordinate for eachra@i¢groblem of the wave function ap-
proach is reduced to a three coordinate problem for the gemsgiich is independent of the number
of electrons. The density is calculated from the square ®fwhve function, integrated over N - 1
electron coordinates. While this approach simpli es thecakdtion of a ground-state energy sig-
ni cantly, the following problem arises: Since the electrdensity is correlated to the ground-state
energy, a different density also produces a different gnefdne functional which connects these
entities is unknown and to nd the functional, which corigaescribes the relation between electron
density and the energy of a molecule, is the main problem af.DF

As shown in one of the preceding Chapters, the electroniggrem be divided into four parts, and
we can adapt this approach from HF theory. The total energy moblecule in the HF framework
consists of the kinetic energy[%}, the nuclei-electron attractioB e[}, and the electron-electron
repulsion consisting of the Coulomb and Exchange pH#} andK [%3. Since we use the Born-
Oppenheimer approximation, the nuclear-nuclear repulsjg can again be treated as constant (Eqs.
1.1.23101.1.26).

Z

Trebd= @A (1129
y
X Z . Y4r)
Ene[%4 = 2 dr 1.1.24
et . JRai 1 (1.1.24)
zz
1 )49 o
4= _ A A S
J[% > iri g drdr (1.1.25)
y
Kold= i S()F  vh(rdr (1.1.26)
Y

In the Thomas-Fernfit+3% approach, the electrons are treated as a non-interactifaymrelectron

3 A functional is a function of a function, where the inner ftinoo depends on parameters and the outer function
depends on this inner function.
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gas. The total energy, Eq. 1.1.27,

E[%2= Tre[4+ Ene[4+ J[% (1.1.27)

is known as the Thomas-Fermi eneljy®l. Including the exchange paltp [¥4 yields the Thomas-
Fermi-Dirac energyf®®7],

Since the approximation of a non-interacting uniform et@egas is not valid for molecules, the ener-
gies calculated in the Thomas-Fermi-Dirac model are urabée with respect to chemical accuracy
(» 1 kcal/mol or 4 kd/mol). To improve the model, Kohn and Shatrotuced the Kohn-Sham (KS)
orbitalg®®l. Since the kinetic energy is represented poorly in the TtssRermi description, the idea
by Kohn and Sham was to split this functional in a part, whiah be calculated exactly, and another
part, which is a small correction to the exact energy. The Kiftas are used to calculate the exact
part of the kinetic energy for a system of non-interactingcgbns, which are described by a single
Slater determinant of molecular orbitals, which is readuiced to the DFT formalism. Calculating
the electron density of such a determinant, the kineticggné&rg. 1.1.28, is given as

X < A

Ts = A

;(_|>~|||

2

1
Er (1.1.28)

Even with Eqg. 1.1.28, the total kinetic energy of a systermoaie calculated, since the approx-
imation of non-interacting electrons is still used. To gethe exact kinetic energy, an exchange-
correlation term has to be included. The total DFT energhest(Eq. 1.1.29)

Eorr [4= Ts[A+ Ene[A+ J[A+ Exc[4 (1.1.29)

whereEyxc is de ned as (Eq. 1.1.30¥

Exc[4=(T[4i Ts[") + (Eeeli J[A) (1.1.30)

The exchange-correlation functional can also be sepairatied pure exchange and a pure correlation
part, Eq. 1.1.31:

Exc[4= Ex[4+ Ec[/A (1.1.31)
The objective is now similar to HF theory, namely one has td anset of orbitals, which minimize

the energy of the system. As the exchange and kinetic pgoendeon the density, the orbitals have
to be determined iteratively.
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With the de nition of a KS operatohs , one can de ne the KS equations, Eq. 1.1.32

hks Ai(x) = 3A(X)

1 (1.1.32)
hks =i P %+ Vers
which lead to the energy eigenvalues. Hafg; is de ned as (Eqg. 1.1.33)
Z
r
Verr (1) = Vhe(r) + jrf;?qdr0+ Ve (1) (1.1.33)

andVxc , the exchange-correlation potential, is the derivativihefexchange-correlation energy with
respect to the density (Eq. 1.1.34):

Qkc [4
@tt)

Ve (1) = (1.1.34)
The orbitals can again be expressed in a set of basis fusctcmmparable to the HF method. It
should be noted however, that the energy of the orbitalsh&illlifferent compared to the HF result.

Deriving the basics of DFT, it becomes clear, that the théoquite similar to HF theory. The major
difference is, that DFT includes correlation consistentigluding the Coulomb correlation, which
describes the electron-electron interaction of two etexsiwith the same spin, while HF theory does
not. So in principle, if the exact functional would be knowime exact energy of a system within the
given model chemistry could be calculated.

1.3.1 Local Density Methods (LDA)

One approach to de ne the exchange functional are the laaadity approximation (LDA) methods.
Here, it is assumed, that the density can locally be treaeadumiform electron gas. The exchange
energy is then given by the Dirac formula (Eq. 1.1.35)

33,%
EOA 4= 21(%)% Y4 (r)dr (1.1.35)

Popular examples of LDA methods are t@® method by Slatd#’], the VWN functional by Vosko,
Wilk and Nusaif*% or the PW91 functional by Perdew and Wéfilg Common to the LDA functionals
Is a general underestimation of the exchange energy andesastimation of the electron correlation
energy. Therefore, bonds are normally too strong (“ovadinig”) when this approach is used, but
the overall accuracy is often comparable to HF metHéds
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1.3.2 Gradient Corrected Methods (GGA)

Gradient corrected methods (or generalized gradient appation (GGA) ) extend LDA methods to
a non-uniform treatment of the electron gas. Gradients @fellkectron density are used to improve
exchange and correlation energies. As GGAs still only thkedensity of a given point into account,
GGAs are also local method¥.

Members of the family of GGA methods include the PW86 funciidwy Perdew and Warf! and
the B88 correction proposed by Be# both modifying the LDA approach exchange functional.
For the correlation energy, Lee, Yang and Pdrproposed their LYP functional and Perdéw®!
published the P86 functional, which was later modi ed byd®svy and Wan§ to PW9L1.

1.3.3 Hybrid Methods

Hybrid methods include a fraction of exact exchange catedlay HF methods into the total exchange-
correlation energy. Given the two extremes of non-inténgatlectrons, where the correlation energy
is zero, and fully interacting electrons, where the enegggtascribed by correlation and exchange,
the true system can be described by an average between thotg gq. 1.1.36:

1 . . 1 . .
Exc ' > P 0jVxc (0)j2 o + > P 1jVxc (1)) 2 1l (1.1.36)

The exchange energy at point zero can be described exactiFlyethods, if the KS orbitals are
identical to the HF orbitafs The total exchange-correlation energy of this “half-dwadf”’ functional
(Eq. 1.1.37), proposed by Bedkg, then relates to

1 1
ERSM = SEXT + S(EXPM + B (1.1.37)
Another very popular example of a hybrid method is the B3LYRctional, which consists of the
Becke three-parameter functional and the Lee, Yang, Pacrigéien of the correlation enerdfy—>1,
Here, the exchange-correlation energy is calculated byr@aowtion of exact HF exchange energy,
LDA exchange energy, an additional correction to the exghanergy and a LDA and GGA part for

the correlation energy (Eq. 1.1.38):

EES =1 a)EL + aEfF + bt EE%®+ ELPA + ¢ ESCA (1.1.38)

4 This is generally not the case, but nevertheless repreagyed approximation to the problem
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The coef cientsa, bandc are determined empirically. In the original B3LYP functib@a= 0:20,
b= 0:72andc = 0:81, so 20% of the total exchange-correlation energy is givethbyexact HF
exchange. The amount of exact HF exchange can be increabith nas been done in functionals
like BILYP®? (25% of exact HF exchange), or decreased, e. g. in B3I¥¢P* (15% of exact HF
exchange).
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2 Force Field Methods

Force eld methods represent one of the more simplistic lewentheless very popular and powerful
approaches in computational chemistry. Opposed to quaah@mistry calculations, force elds do

not handle electrons explicitly, but are parametrized tdude electronic effects implicitly. Force

elds are generally more applicable to problems relatecktative energies of conformers or isomers,
cavity sizes, conformational searches and molecular dicsrall of which are mostly governed by

steric effects, and can be used for large scale calculataenthe computational cost is signi cantly

lower compared to QC methods.

Force eld methods handle molecules as an ensemble of atomsected by bonds with a given
connectivity. Forces between atoms can either occur aldmgnd, e. g. bond stretching or valence
angle bending, or through space, e.g. van der Waals inienacand electrostatics. Through bond
interactions are usually described by a classical mechébiglls and springs” model. Therefore,
force eld methods are also referred to as molecular measamiethodg8!.

The steric (or strain) energiseric i a force eld is calculated by the deviation of the indivalu
interactions from their reference values. Reference vdlrelsond distances, valence bond angles,
torsion angles etc. are usually gathered empirically frogstal structures, spectroscopic data or
guantum mechanical calculations. The complete stericggnafra molecule can be described as a
sum over all these individual contributions (Eq. 1.2.1):

X X X X X
Esteric = Estretch + Ebend+ Etorsion + EvdW + Eelectrostatic (1-2-1)

Additional cross terms, e. g. out of plane interactions diretsh-bend term, can also be included in
the force eld. As Saunders and Jarret have shB¥ninteractions for bond and torsion angles can
also be replaced by distances in a central force eld apgroac

In the force eld used by Momeg"1256-611 the individual contributions from Eq. 1.2.1 are calcutate
as follows, Eqgs. 1.2.21t0 1.2.6:

1
Estretch (I’ i I’0) = Ek(r i I’0)2 (1-2-2)

Evenclii 10) = k(T 1) (123
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X
Etorsion (! ) = Vncos(n! ) (1-2-4)
n=1
Evaw (r) = Ael B j rC—G (1.2.5)
Eelec:(r) = Q"Q (1.2.6)

2r

The stretch energ\Eqretch (EQ. 1.2.2) is treated by Hook's Law and described by a Tag&ies
around an equilibrium bond length, which in the simpleshias gives a harmonic oscillatok is
the force constant ang the equilibrium bond length, both of which are parametethefforce eld.
The harmonic approximation fails to reproduce the corrégdatiation behavior for a bond, as the
energy tends to in nity with larger bond lengths. For a cetrdescription, a Morse potential, EQ.
1.2.7, or a Taylor expansion around the equilibrium bondtlemas to be used instead:

Emorse (r'i To) = D[1j g™ r0)]2 (1.2.7)

D is the dissociation energy a®ithe curvature, which is related to the force constant by E381

e
®: .

5 (1.2.8)

However, for small deviations from the equilibrium bonddém a harmonic description of the stretch
interaction is suf cient.

Thebending energ¥eng (Eq. 1.2.3) is treated similarly to the stretch energy by k®taw and a
Taylor expansion around the equilibrium angle, usuallynieated at second order. Agaik,is the
force constant anp, the equilibrium bond angle parametrized in the force eld.

Thetorsional energ\Ersion (EQ. 1.2.4) for atorsion around a bond B-C in a sequence oftfonded
atoms A-B-C-D has to account for the periodicity of the torsidherefore, the energy is given as a
Fourier series where describes the periodicity of the torsion avigl gives the appropriate rotation
barrier around B-C.

Thevan der Waals enerdy,qw (EQ. 1.2.5) describes the repulsion at very short, atactt medium
and no interaction at very large distances of non-bondedstd he “Buckingham” or “Hill” poten-
tial®? is one approach to describe van der Waals interactions whei and C are interaction
speci ¢ constants parametrized in the force eld. The Lemhdones potenti&f!, Eq. 1.2.9, is also
commonly used:

x 3/' o 3 3/' 6?/4
V(r)=4D F4 i F4 (1.2.9)
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whereD is the depth of the potential well addthe equilibrium distance.

The electrostatic energ¥cec: (Eq. 1.2.6) describes the interaction between chargedsatorhe
classical interaction between point charges is given byCii@lomb potential wher®” andQ® are
the atomic charges of atoms A and B &nslthe vacuum permittivity, which is de ned as (Eq. 1.2.10):

1
10(%

where! ; is the vacuum permeability argd the speed of light.

2 =

(1.2.10)

In addition to the functional form of a force eld, which hagst been described, one also has to
de ne a suitable set of parameters. To account for diffebemding situations, e.g. of a carbon atom,
atom types are introduced. In the MomeB§#! force eld (see Appendix C for details) currently
14 different carbon atom types are de ned, which range frogeraeral tetrahedral 3jybridization
(Atom type CT) to very speci ¢ bonding situations like a canbatom in an imine bound to a €Cu
center (Atom type CI). Atom types are based on the generahgssan that a molecule is built from
functional units and that the general behavior of thesesusitransferable between molecules. As an
example, a bond between two carbor afpms has a bond length of about 1.54 A in every molecule
and thus can be parametrized with an equilibrium bond leagibnd that value.

In contrast to the de nition of multiple atom types per elatheRappé et al. proposed a universal
force eld (UFF) approack*%8, where the force eld parameters are automatically catealdor
every atom type of the periodic table. The parameters aieedkefrom literature values, e.g. atom-
type speci ¢ single bond order radii.

Force eld methods are inexpensive when it comes to comjmunak cost. Geometry optimizations
can normally be performed within a few seconds, even witheanolecules like proteins. Given a
well parametrized force eld, molecular mechanics methcals make accurate predictions of geome-
tries and relative energies for a large number of compoundkly and are often the only method to
investigate the full potential energy surface (PES) of aauule.
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3 Molecular Magnetism

Molecular magnetism represents one of the emerging elds)adern chemistry. First transition
metal complexes which exhibit cooperative magnetic prigenf magnetic centers were discovered
as early as in the 19564, while interestin the eld heightened just at the end of thet centur{f®-"7l,
Following shortly was the discovery of a new class of computsyrthe so called single molecule
magnets (SMMs}-3. SMMs contain unpaired electron spins, usually in form ahsition metal
centers, and show a slow relaxation of the magnetizatioovatémperatures. They therefore retain
their magnetic information, which makes these compounttactitve e. g. for highly ef cient data
storage systems, molecular freeZets switches and quantum computérs

To understand the theory behind SMMs, some fundamentatspémagnetism have to be intro-
duced. When a material enters a magnetic eld, the eld lines distorted. One can distinguish
between diamagnetic materials, where the magnetic eldlenthe material is smaller than the outer
eld, or paramagnetic materials, where unpaired electraign along the outer eld and thus gen-
erate a larger total eld inside the compound. The diffeeebetween inner and outer eld is the
magnetizatioM , Eqg. 1.3.1:

M =(B i Ho)=4% (1.3.1)

Here,B is the inner eld andH, the outer eld.

If multiple magnetic centers, e. g. atoms or moleculesyauewith each other, three different situa-
tions may occur: ferromagnetic, anti-ferromagnetic orifieagnetic behavior. One can observe these
properties for example in the well-known Weiss dom&isParallel alignment of all spins in one do-
main induces ferromagnetism, anti-parallel alignmentiges anti-ferromagnetism. Ferrimagnetism
is similar to anti-ferromagnetism, but in this case the nemndd spins pointing in opposite directions
differ, which leads to an overall reduced magnetization.

Given the derivative of the magnetizatibh with respect to the outer eldH, one can de ne a new

quantity, the molar magnetic susceptibilid}, Eq. 1.3.2

A= %H" (1.3.2)
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which is de ned as a molar quantity. It is important to noteattthe cgsemu unit system is often
used in the eld of molecular magnetism, since importantstants, like the permeability in vacuum,
which is equal to one, are easier to handle in this systemrefdre, the magnetizatiol is often
given in units of Gauss.

If only a weak magnetic eld is present, the magnetizatvns linearly dependent on the outer eld
H and Eg. 1.3.2 simpliesto Eq. 1.3.3

M = AH (1.3.3)

The susceptibility consists of a negative diamagnéift)(@nd a positive paramagneti8R) part. If
AP is much larger tha@®, the material shows diamagnetic behavior, whereas the contpshows
paramagnetic behavior, X is larger tharP .

SinceAP is independent of the outer eld and the temperature, it camproximated by a simple
formula, Eq. 1.3.4:

AP = kM £ 10 ®moli ! (1.3.4)

wherek is a molecule-speci ¢ constant between 0.4 and 0.5 linds the molecular weight of the
molecule. PascHF! also introduced an additive method to estimate the diamagsiesceptibility.

With the de nition of the molar magnetic susceptibility dsetinteraction between the outer eld
and the total spin of the molecule, this relation can be feared to classical mechanics, where the
magnetization depends on the change in en&gyf the system with respect to the outer magnetic
eld H (Eq. 1.3.5):

_ . @E

(1.3.5)
Quantum mechanics introduces the description of the totlgy of a molecule by discrete energy
levelsE,. Thus, the microscopic magnetizatibp is de ned as the change of these energy levels
with respect to the change of the outer eld (Eq. 1.3.6):

_ . @F
=g (1.3.6)

If the Boltzmann distribution is used over all energy leveld a summation is done over all possible
state, one can de ne the macroscopic magnetizatibn(Eq. 1.3.7) as:
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P
| GHexe(i &
M=N"_pP (1.3.7)
expli ¢
n

Eq. 1.3.7 is the “fundamental expression in molecular magmeal’?l, since the formula relies solely
on constants and observables and does not contain any apptmns.

3.1 The van Vleck Equation

While Eg. 1.3.7, derived in the previous section, is able sxdbe the exact magnetization of a given
molecule, this would only be possible if all states which depend on the applied magnetic eld are
known. Since this is not the case, van Vleck proposed an ajppation in 19324, based on a few
simpli cations.

He stated, that the energy of one of the microscopic st&tgscan be expressed as a Taylor series
expansion of the outer eltH givenin Eqg. 1.3.8

En=EQ+EVPH+EPH?+ (1.3.8)

whereE{” stands for the energy of the system in zero eld &, E?, ::: represent the Zeeman
coef cients of rst, second and higher order. This expamsgan be used together with the de nition
of the microscopic magnetization (Eg. 1.3.6) and the folhmrexpression can be derived (Eq. 1.3.9):

L= i EDj 2E@H + i (1.3.9)

In addition, van Vleck assumed, that the ratdekT is small compared to unity, if the outer eld is
small compared to the temperature. This approximationas tsgether with the series expansion in
Eq. 1.3.7 and the magnetizatibh can be expressed as (Eg. 1.3.10)

P 0)
G EQ i 2EPH)L; EP H)exp(i B8

M =N (1.3.10)

P 1 ©
@i B Myexp(i B
n

Since the magnetization vanishes in zero eld, it followatt(Eq. 1.3.11):

1) . Er(ﬁo) _
Efexp(i =) =0 (1.3.11)
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If Eg. 1.3.11 is used in conjunction with Eq. 1.3.10 and om®gnts linear inH are retained, the
magnetization is then de ned as given in Eq. 1.3.12

P (1)2 2 (0)
H (B 2E @ Yexp(i Eo

M=N—"p (1.3.12)

. EO
exp(i 5
n

and the magnetic susceptibility as

P e ©)
(B i 2EP)exp(i B
AA =N n 5

(1.3.13)

g )
exp(i

n

Eq. 1.3.13 is called the van Vleck-formula, which allows ticalate the susceptibility from the

energiefr(]o), EY ande?. 1f EQ and the eigenfunctiorjsi of the Hamilton operator in zero eld

are knowE & andE{? can be determined by perturbation theory (Eq. 1.3.14 and4).3

E( = mjHzejni (1.3.14)

jH ze j ni?

EY = © . 0
EQeg® (En” i Em’)

(1.3.15)

H e is the Zeeman operator which describes the interaction dmivihe magnetic eld and the
electronic angular momenta (Eq. 1.3.16)

X
Hze = (i + Gsi) ¢H (1.3.16)

I; stands for the orbital momentum agdor the spin momentum of electronge is the gyromagnetic
factor of the free electron (2.0023) ands the Bohr magnetor#(669¢10 °cmi 1Gi 1).

3.2 Curie's Law

In its simplest form, molecular magnetism is represented $iyngle magnetic center, e. g. a transition
metal with unpaired electrons. If the electronic grouratesdoes not have an angular momentum,
I. e. the total spin is not larger thag) and the excited energy levels are much higher in energy, the
spin states are degenerate in zero magnetic eld.
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When the external eld is applied, the energy levels are spid the Zeeman levels, Eqg. 1.3.17:

E, = MsgH (1.3.17)
whereMs varies fromj S to +S andg represents the isotropic gyromagnetic factor. This amijtt

can be assumed, since the excited states are much highegrgyeand thus cannot couple with the
ground state.

With the approximations of van Vleck (Eq. 1.3.13), the egdegms of zeroth (Eq. 1.3.18) and rst
order (Eqg. 1.3.19) are

E@ =0 (1.3.18)

EW = Msg™ (1.3.19)

The magnetic susceptibility then equals to (Eqg. 1.3.20)

Ngz2 X° M2

A= S (1.3.20)
3kT Mes i S (25 +1)
which can be expressed as
A N92_2
A= KT S(S+1) (2.3.21)

As all factors other than the temperature are constantsnthar magnetic susceptibility can also be
expressed a8 = C=T, whereC is the Curie constant which depends on the total spin of thergro
state. Eq. 1.3.21 is known as Curies law, postulated in 18%idaye Curié’>l.

3.3 Zero-Field Splitting

When introducing Curie's law, we assumed, that only a singtetebn with spin% is present on the
magnetic center of interest. If the number of spins is largeg. in transition metal centers with
multiple unpaired electrons and thus a multiplicity largfean 2, a splitting of the Zeeman levels in
zero eld due to spin-orbit coupling is observed. The soarlzero- eld splitting (ZFS) leads to
magnetic anisotropy even without an external magnetic. eld
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A +E E

+ distortion + s.0. coupling octahedron + distortion + s.0. coupling
D (o) D

3 h 3

Figure 1.3.1:ZFS in a NI' ion in a trigonally distorted octahedral coordination geométty

Given a NI' ion in octahedral symmetry (Qpoint group) one can explain the ZFS in a qualitative
way! (see also Fig. 1.3.1). Nihas a 1°¢? ground-state with 3A,4 term and ae® excited state with

a 3T,y and aT,4 term. Since théT,, term is lower in energy, we will use it during the following
illustration. Splitting of the energetic levels may be asieid by two effects: symmetry reduction and
spin-orbit coupling. Lowering of the symmetry from, @ e. g. B; splits the®T,4 term of the excited
state into arfA; term and a doubly degener&ite term while the ground-state terfA., is retained.
Applying spin-orbit coupling leaves the molecular symmetnchanged, but applies agloperation

to both ground and excited states. The direct product,gf Tog is Axg+E+T;g+Tog, Splitting the
excited state into a singly, doubly and two triply degenetatms. For the ground state, f Ay is
T4, SO the ground state retains its degeneracy. Applying bstbrtions, the degeneracy of the ground
state is lifted. If spin-orbit coupling is applied rst, thfellowing reduction of the symmetry to D
splits the T4 ground state into Aand E. If the symmetry is reduced rst, the spin-orbit opienat
transforms as Aand E and thus also splitting the ground state intoaAd E. The ZFS is usually
characterized by two constants, the axial ZFS paraniei@nd the rhombic ZFS parameter Given

a low symmetry, degeneracies may not be lifted totally. €stathich retain their double degeneracy
are called Kramers doublets and may occur in systems with & multiplicity.

3.4 Single Molecule Magnets

When a magnetic eld is applied to a magnetic material un#& thaximum magnetization has been
reached, the relaxation of the magnetization after switghiff the eld can be measured. The relax-
ation time¢, de nes the rate at which the magnetization decays. Assummgxponential behavior
of the relaxation, Eq. 1.3.22 can be formuldtéd

1 For a detailed introduction to the term symbols used heré®sed Ch. 1
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M (t) = Meg(H) + £Moexpl(j t=¢) (1.3.22)

Here,M¢4(H) is the equilibrium magnetization argthe relaxation time. I is measured in depen-
dence of the temperatufie an Arrhenius correlation can be derived, Eq. 1.3.23

¢ = exp(T=Tp) (1.3.23)

whereT, is the calculated maximum energy barrier in Kelvin at whicl magnetization is retained

(see below). At very low temperatures however, the Arrhefaw is not observed in measurements

of SMMs such as Mpad? ([Mn1,0:,(CH;COO)¢(H,0).]). The magnetization is retained, even

when the magnetic eld is switched off. This behavior can kplained if a potential barridd which

separates thg S from the+ S states (Fig. 1.3.2) is assumed, wh&nes the total spin of the molecule.
E $S=0

N

N

S=-10 S$=10
Figure 1.3.2:Potential barrier between the S=-10 and S=10 states ip&dn

The barrier between the two states of maximum magnetizaidascribed by the Hamiltonian given
in Eq. 1.3.24

H = DS? (1.3.24)

whereD is the axial ZFS an&, the total spin of the system along the magnetization axi& Sign

of D has to be negative in order for the states with maxin&ta be the low lying states. Relaxation
of the magnetization can occur via thermal relaxation on¢wa tunneling between the lowest lying
or excited states. The potential barfi¢rand thus the effectiveness of an SMM directly depends on
D andS. For integer spin systems, the barrier is calculated by E3j2% (a) whereas for half-integer
systems the barrier is given by Eq. 1.3.25 (b)

(8 U= jDS?

_ _ (1.3.25)
(b U=|D(S?*| 1~4)]
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Part Il. DFT Benchmarks for the Calculation of Exchange Cogplimnstants

1 Introduction

As explained in greater detail in the general introductiérihis thesis, a thorough understanding
of the electronic structure of transition metal centers tinrequantitative estimate of the exchange
coupling are of great interest in the eld of molecular matigra. In order to be able to design and
prepare new ef cient SMMSs, an accurate prediction of thehaxge coupling constant is of impor-
tance, as the exchange coupling can give insights aboubtying electronic states of transition
metal complexd$’l. After initial calculations based on thé® method™®, the broken symmetry
approachk® was developed, which will be described in greater detaihafbllowing Chapter. More
involved quantum-chemical calculations such as complgtiteeaspace SCF (CASSCH or con g-
uration interaction (CH® methods have been applied to calculate exchange intemg€®ipbut are

to date only rarely used because of the computational desné@emi-empirical methods have been
used for a qualitative description of magnetic interactidout DFT methods have been established as
the method of choice for quantitative calculatiGts

As a systematic benchmark for different DFT functionalsibaets and software packages was not
available in the literature, a simple dinuclear complex wlagsen and used to benchmark the bro-
ken symmetry method. The well-characterized bisphendidtiged dicopper(ll) compld%-83 (Fig.
2.1.1) with two antiferromagnetically coupled €aenters shows an exchange coupling constaint

J =-298 cm'. Since the system is relatively small, it is attractive f@yatematic study, because the
computational cost for calculations is low and an ef cientlahorough testing of different methods
and software packages is possible.

1 Based on Eq. 2.2.1; the derivation of the exchange coupbngtant and the Heisenberg-Dirac-van-Vleck Hamilto-

nian will be presented in detail in Ch. 2 of this Part.
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The information obtained from the benchmark procedure \was used to calculate the exchange
coupling constant for a wide range of oligonuclear compsuambich contained Cy Fe'", Cr!', vV,

o

P {

Figure 2.1.1:Bisphenolato-bridged dicopper(Il) complex

Mn'" Mn'"", Mn'Y, Ni"" and Cd' transition metal ions.

Since the aim of this project was to predict exchange cogptionstants, geometry optimizations
have also been done where possible and the exchange coaphsetants have been calculated from
the optimized structures. The geometry optimization ofacstire represents the only way to obtain
magnetic properties for novel complexes, where X-ray stinecdata is not available as a starting

geometry for the calculation.
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2 The Broken Symmetry Approach

If unpaired electrons are present on the metal centers dfgomaclear transition metal complex, the
spins of these electrons can couple either ferro- or antifeagnetically, Figs. 2.2.1 and 2.2.2:

M M

Figure 2.2.1:Ferromagnetic coupling of two metal centers ¥éonding

M M'

Figure 2.2.2: Anti-ferromagnetic coupling of two metal centers ¥ebonding

Given the interaction between the two centers, atomic spantym numbers are no longer valid to
describe the coupled spin system. A total spin quantum nu@pe&hich in the simplest case of one
unpaired electron at each of the metal centers (e. i,)dsieither S = 0 for the antiferromagnetically
coupled or S = 1 for the ferromagnetically coupled state sedufor a proper description of the sys-
tem. The energy difference between the two states is desthip the exchange coupling constant J.
A negative value of J denotes an anti-ferromagnetic grotaie svhile a positive J indicates a fer-
romagnetic ground statél. The energy and the magnetic properties of dinuclear tiansinetal
systems can be described by the Heisenberg-Dirac-van VAaakiltoniari’#4+-86}

Hiovy = i 20155 (2.2.1)

Here,J1, is the exchange coupling constant between the two metarerindS, and$, are the spin
operators for the magnetic centers. At this point it is int@ot to note, that several de nitions of the
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Heisenberg-Dirac-van Vleck Hamiltonian are used in thedituré®l. While results in this thesis are
consistently based on Eq. 2.2.1 if not noted otherwise, oag emcounter the following de nitions
elsewhere (Egs. 2.2.2 t0 2.2.4):

Ruovv, = 231255 (2.2.2)
quDVVg = 11255, (2.2.3)
IqHva4 = leéléz (2.2.4)

The calculation of the exchange coupling constant J caysesbéem with the underlying DFT theory.
While the high spin state for a dinuclear systéln)(s easily described in the density functional theory
framework, the low spin staté# ; #" ) can only be described by multiple determinants, which ts no
possible in DFT3Y,

An approach for this problem is the so called broken symmegthod which was rst proposed by
Noodlemaf/®l. Starting from a single determinant wave functié# or #") as a guess for the true
low spin state, the variational principle to re-optimize trbitals is applied”. The relaxed wave
function then represents the broken symmetry solutionégtioblem. As an artifact of this method,
the result will yield the correct charge density of the malecbut an incorrect spin density. The true
spin density of the low spin state should be zero throughmthole molecule, which is not the case
for the broken symmetry solution (see Fig. 2.2.3).

Figure 2.2.3:Spin densities of the broken symmetry solution for thé Csenchmark system. Clearly visible
are the two uncoupled spins in the ¢ orbitals of the two metal centers. Some spin density is
also delocalized over the bridging atoms.

With the spin Hamiltonian (Eqg. 2.2.1) and the correct chatgesity and thus the correct energy of
the high- and low-spin state of the dinuclear complex one nawcompute the exchange coupling
constant between metal centers 1 and 2. Given the relati&uin2.2.5, wheré is the total spin
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operator and;, S, are the spin operators for the individual magnetic centers,

§2= 82+ 82+28,5, (2.2.5)

the Heisenberg-Dirac-van Vleck Hamiltonian (Eq. 2.2.6)draes

|qHDVV(spin) =i J(ézi éfl é%) (2.2.6)

If one assumes, that the wave functions of the high- and jow-states are eigenfunctionsﬁf and
§§, the expectation values are, Egs. 2.2.7 and 2.2.8

Ens = i J(M%ius i Su(S1+1) i SxS:+1)) (2.2.7)

Egs = | J(h%igsi Si(S1+1) i SxAS:+1)) (2.2.8)

wherehS2i s andh8?igs are the spin expectation values of the high- and low-spie stespectively.
When Eq. 2.2.7 and Eq. 2.2.8 are subtracted from each otheéhamdsult is solved fod, Eq. 2.2.9
can be derived:

Ens i Ess

J=
' H82iys i h S2igs

(2.2.9)

Eg. 2.2.9 has been proposed by Yamaguchi é&4f! and represents an “interpolativé? broken
symmetry solution. In the extreme cases of an uncouple@msyst a “true” coupled low-spin con-
guration, Eq. 2.2.9 reduces to the so called spin-proje@@guation (Eq. 2.2.10) for the former, or
spin-unprojected equation (Eq. 2.2.11) for the latter case

Ensi E

J= % (2.2.10)
max

g=; _cnsi Ees (2.2.11)

Smax (Smax + 1)

The spin-projected formalism is directly implied by Noaulend™! treatment of the broken symme-
try problem while the spin-unprojected approach was d@erldy Ruiz et al®®
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3 Computational Methods

In order to benchmark available DFT methods, corresponbagis sets and software packages, a
large number of calculations on the bisphenolato-bridgedpper(ll) complex were performed (Fig.
2.1.1 and Table 2.4.1). Gaussian 03 (G%8) Jaguar 6.5% and Orca 2.6.04% were chosen as
software packages, since the majority of all calculationthis eld of research are done with one
of these packages. As DFT functionals, a number of hybrid ¥@3t>-51, B3P86*!, B3PW91%3)),
GGA (BLYPU34494 Bpg@43-45.94 Bpw91*3l PBE®I) and LDA (SVWNE249) functionals were
compared. For the basis sets, the small basis 3°91&! was compared to the triple zeta basis
TZV 12425 the polarized triple zeta TZVIP?° and basis set combinations of TZVP for metal atoms
and DZP2-1% for the remaining atoms as well as TZVP for metal atoms plist aoordination
sphere and 6-31G*:1%5-113lfor the remaining atoms (see Fig. 2.3.1)

Figure 2.3.1:Split basis set approach shown on thé' ®enchmark system; orange atoms are described by a
high basis (TZVP or LACV3P++**) while blue atoms are described with tH#l6&* basis set.

As the goal for this benchmark was to identify an accurat,dad reliable method for the calculation
of exchange coupling constants, a performance criteriaalg the amount of time needed to obtain
the result as well as accuracy compared to experimentdtsesu

1 Fortechnical reasons concerning calculations on moredghamrocessor, TZVP was substituted by the qualitatively
similar basis set LACV3P++*22:30n parallel calculations done with the Jaguar program.

41



Part Il. DFT Benchmarks for the Calculation of Exchange Cogplimnstants

Initial guesses for the electronic structure of the higmspate are trivial to get in all three software
packages, and Jaguar was used to get the broken symmeiaygnitss for GO3 While the genera-
tion of broken symmetry states was already possible withnab@eation of Gaussview and G03 (but
included a tedious identi cation of the magnetic orbitakk)e fragment approach of the new release
Gaussian 09 (G094 introduced a similar functionality to Jaguars' atomic smttand thus makes
the generation of the initial guess with Jaguar obsolete. (foa, the “BrokenSym” keyword of the
%scf section has been used.

All calculations were converged to a threshold of®ltartree (= 2.628.02 kJ/mol) for the change
in energy and a root mean square deviation in the density 8f For geometry optimizations, the
high-spin state was used as a reference for the multiplaity default options were used for Jaguar
as well as for Orca Geometries were checked for PES minima by frequency atlonk and single
points were calculated to yield the exchange coupling eonst

Since calculated values are compared to experimentalsjghueroot mean square deviation (RMSD)
was calculated according to the following formula:

m

oo

(Jn(calc) i Jn(ref ))2

RMSD(J)= 2= N (2.3.1)

2 keyword ip160 =4
8 Theiascf=4 ag was set in Jaguar to achieve faster convemen
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4 Results and Discussion

In order to establish a reliable and fast method to computkange coupling constants, the rst step
was to benchmark the software packages, functionals amsld®ts mentioned in the preceding Chap-
ter on the dinuclear copper(ll) system (see Fig. 2.1.1). rEsalts of these benchmark calculations

are given in Table 2.4.1.

Table 2.4.1:Exchange coupling constant J calculated for the benchmark complex
(Fig. 2.1.1, &y = -298 cm?) with different basis sets, software packages and functionals.

method dos [cm!]? Jorca[cm™] JJaguar[Cm-l] CPU timeaguarlh]
B3LYP/TZV -229 -231 -231 4.60
B3P86/TZV -238 =227 -241 3.71
B3PW91/TZV -228 -230 =227 3.44
BLYP/TZV -838 -838 -854 4.00
BP86/TZV -861 -834 -880 4.26
BPW91/TZV -831 -832 -848 4.20
PBE/TZV -841 -841 -854 4.31
SVWN/TZV -1156 -1178 -1181 5.07
B3LYP/3-21G -103 -99 -114 0.56
B3LYP/TZVP -215 -214 -231 4.60
B3LYP/DZP/TZVP -218 -246 4.12
B3LYP/6-31G*/TZVP -237 -216 -239 2.38

& Initial guess obtained with Jaguar 6.5, see Pt. Il Ch. 3
b TZVP for Cd', DZP for the remaining atoms
¢ TZVP for CU' and the donor atoms, 6-31G* for the remaining atoms

As not only the accuracy but also the time needed to get taudt keas of interest, Figure 2.4.1 shows
a comparison of speed and accuracy of the Jaguar calcidation
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CPU time
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Figure 2.4.1:CPU time required for the computation of J [Quad-Core Q9450 (one oge8GB RAM; light
gray] and accuracy compared with the experimental value of J (dasleed kn-298 ciit) of the
bisphenolato-bridged dicopper(ll) complex shown in Fig. 2.1.1, asetifumof the method used
(see Table 2.4.1; calculations performed with Jaguar).

B3LYP/TZV
B3P86/TZV
B3PW91/TZV
BLYP/TZV
BP86/TZV
BPW91/TZV
PBE/TZV —
SVWN/TZV A
B3LYP/3-21G
B3LYP/TZV S
B3LYP/TZVP -
B3LYP/DZP&TZVP —
B3LYP/6-31G*&TZVP

From a qualitative point of view, the three software paclsagsed in the benchmark study perform
equally well. There are differences in the amount of timedegeto prepare the input les and to
perform the actual calculation, but no signi cant advamtd@s been found for one of the software
packages and therefore only Jaguar timings are presented Heving a closer look at the func-
tionals, the hybrid functionals are superior to the GGA amlfunctionals, which supports earlier
ndings[*'%], The reason is the poor description of the broken symmedtg 1 case of the functionals
BLYP, BP86, BPW91, PBE and SVWN which leads to an overestimatiohegtkchange coupling
constant J. Adjusting the amount of exact HF exchange in ybeidhfunctionals did not lead to an
improvement in the accuracy compared to experimentaltefdlues not shown here).

As expected, very small basis sets like 3-21G are not suitcte describe the energy difference
between the high- and low-spin state. Employing basis seget than DZP for the whole molecule
however does not further improve the results. To accounthigrobservation, a combination of the
TZVP basis on the metal centers and the DZP basis on the remdigand has been widely used in

44



Part Il. DFT Benchmarks for the Calculation of Exchange Cogplimnstants

the literaturé*6117l Based on these ndings we decided to not only describe thalnenters but
also the rst coordination sphere with a large basis, to iowprthe quality of the calculations (see
Figs. 2.3.1 and 2.4.1). To save computer time, the remaiaioms were described by the smaller
6-31G* basis set. As seen in Table 2.4.1 and Fig. 2.4.1, teeic@omputational time could be cut
in half while the accuracy was practically unaffected. T$péit basis method was therefore used in
the successive studies. By this approach, it was possibledy arger spin clusters in a reasonable
amount of time.

Table 2.4.2:Comparison of experimental and computed exchange coupling constdrasdrees of transition
metal complexes with &, Mn", Mn'"", Fe!' and Clf centers (¢ is obtained with Eq. 2.2.9 and
is derived from the experimental structure (Jaguar, 6-31G*/LACVi3P1 see Appendix A for
structures of the complexes)

compound chic [cm™]  Jexp [cm™] note* Figure references
TPP[HO-Cr(cyclam)-NC-Cr(CN])® i 33.1° i 29:8 Cr-Cr 6.2.1a 118
Na[HO-Cr(cyclam)-NC-Cr(CN)® i 414° i 355 Cr—Cr 6.2.1b 119
11 ~id i 125¢ i 128 Mn-—Cr
trans-Cr[MnL-],ClI 5.0 09 M — Mn 6.2.1c 120
9:6° 8:0 Mn-—Fe
1 b,d
transFe[MnL"],Cl . 770 L 05 M — Mn 6.2.1d 120
6:8°¢ 4:2 Mn-—Fe
1 b,d
trans-Fe[MnL"],PFs 8.3 L 0:3 Mn— Mn 6.2.1e 120
91 85 Cu-Fé&
[Tp2(MestacnCusFe,(CN)g]** i 8.8 - Cu-C4§ 6.2.1f 121
9:9 - Fe—Fé

@ Denotes the pairs of magnetic centers for which the exchange couplistpobhas been calculated

b Counterions are given for reference and have not been include@ icathulations. However, the slight
distortions in crystal packing induced by the counterions have a meé#sefdrt on the exchange coupling
constant, which can be seen from the calculated values.

¢ The spin-unprojected formulh = % has been used to calculate the exchange coupling constant of
this complex for better agreement with experimental results.

d L1 = 3-methyl-9-ox0-2,4-di-(2-pyridyl)-7-(2-pyridylmethyl)-3,7-diadefclo[3.3.1]-nonane-1,5-
dicarboxylic acid dimethylester

€ In this pentanuclear complex (trigonal bipyramidal, see Appendix A; singlkeecular magnetic material)
three of the ve paramagnetic centers were substituted by diamagnétiddtrs for an ef cient calculation
of the coupling constant between the remaining two paramagnetic ions. ifBepéal values for the ex-
change coupling constants between Cu-Cu and Fe-Fe are not avdiltdese the coupling was neglected
in the original publicatiof21].

Table 2.4.2 shows some results for the calculation of J fgelaspin clusters. The overall agreement
with experiment is very good, since not only the sign of thehange coupling constant but also the
magnitude is correctly predicted from the calculation. Pécal interest in this series of compounds
is the pentanuclear complex [F{MestacnyCusFex(CN)s]** (see Appendix A, Fig. 6.2.1f). The ex-

perimental data has been tted only with the Cu-Fe couplingevime Cu-Cu and Fe-Fe interactions
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have been neglectéd. Our calculations show that there is a signi cant exchangeraction be-
tween all three different pairs of metal centers. To obthis tesult, we have substituted three of
the ve transition metal centers by diamagnetic'Zons to reduce the overall number of possible
interactions. To explicitly consider all possible coupglipathways, 11 spin states which lead to 10
different J values would have to be considered. Table 2b®'s, that the C/CU' pairs are coupled
antiferromagnetically while the CitFe€" and Fé'/F" pairs are coupled ferromagnetically. The total
magnetic behavior measured experimentally may then beaxbsas ferromagnetic.

In addition to the oligonuclear complexes shown in Table2adseries of dinuclear complexes which
contain various transition metals have been calculateleT2.4.4 shows the comparison of the
calculated values generated with Jaguar and Orca with theriexental values. Also shown is the
effect of the basis set reduction from TZVP or LACV3P++** fdl atoms to the split basis method
described in the preceding Chapter. As can be seen from thardtte table, the overall RMSD(J)
and thus the overall accuracy compared to experiment isstlomaffected by the basis set reduction.

Table 2.4.3 compares calculated and experimental valudsvwaiues obtained after optimizing the
structures for the same series of compounds. As discuspéthinng a structure is of critical im-
portance for the design of new SMMs. Optimizing a molecula feotential minimum of the cor-
responding method gives the “right” answer consideringathergy, but may induce large structural
changes. As the exchange coupling constant is very sem$itithe structure around the metal cen-
terd!20.138-142] this may lead to signi cant discrepancies compared to #pegmental values.

As the values in Table 2.4.3 show, the overall agreementeraxent gets slightly better when pre-
optimizing the structures. However, the sign of the J vatueaiculated incorrect in three of the 25
cases. In two complexes, [g#-OH),(bipym),]?* and [HB(pz}VO(OH),],, this may be due to a
wrong starting geometry, whereas in the third case, [(V@{Hga))], the absolute value of J is very
small and certainly below the accuracy of the method. Onemgdliy has to assume that agreement
with the experiment is by pure chance in cases with very sinalues.

So far we have studied molecules in the “gas phase” and tpgatking effects have not been included
in the calculations. To ef ciently model exchange couplofghew SMMs one would have to include
these effects. In the series of compounds studied her@atpacking distortions seem to be of minor
importance or structures are enforced in speci ¢ conforomateven during the optimization step.

Using a geometry optimization to generate a structure fercéiculation of the exchange coupling
between two transition metal centers seems to be a viabl@agip for compounds which have not
yet been synthesized. However, since the optimizationwtdgpDFT involves much computational
effort, reducing the time for the initial optimization is lgrpossible by using MM methods. The
procedure towards a MM approach will be described in thefalg Parts of this work.
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Table 2.4.3:Comparison of B3LYP-calculated and experimental J values of a seriésuaflear complexes {Jc and Jp are obtained with Eq. 2.2.9ak is derived
from the experimental structure (Jaguar, 6-31G*/LACV3P++**) apd fflom the DFT-re ned structure (high-spin state, Orca, 6-31G*/TZ\Vé8e
Appendix A for structures of the complexes, the numbers in parenthefiestiable refer to the corresponding Figures)

compound Jearc [cm] Jopt [cM™] Jexp [CMTY] Figure references
[Cu,(MeC(OH)(PQ),).]* i 1030 i 1182 i 309 6.2.2a 77,122
[(Etsdien,Cu(* -C,04)]% i 99.0 i 1122 i 374 6.2.2b 77,123
[Mn(Meg-[14]ane-N,)Cu(oxpn)f* i 40:8 i 37.0 i 157 6.2.2c 77,124
[(1 -OCHs)VO(maltolato)} i 84:3 i 834 i 107:0 6.2.2d 77,125
[Fe,OClg]* i 1480 i 1095 i 1120 6.2.2e 77,126
[MnMn(t -O),(* -OAc)DTNEJ** i 1563 i 1179 i 1100 6.2.2f 77,116
[Cuy (2 -OH),(bipym),]?* 95.8 i 985 570 6.2.2¢ 77,127
[(Dopn)Cu(OR)Cr(OCHs;)Mestacnf* 12:8 315 185 6.2.2h 77,128
[(Dopn)Cut -CH;COO)Mn(Mestacn)f* 54:2 549 544 6.2.2i 77,128
[V,0,(t -OH),([9]aneN;),]?* i 2418 i 525 i 1770 6.2.2] 129, 130
[EtsNH]2[(VO)2(BBAC),] i 1609 i 81.6 i 1679 6.2.2k 129, 131
[HB(pz)sVO(OH),] 14:3 292 i 388 6.2.2l 129, 132
[(VO),(cit)(Hcit)]*> i 267.8 i 29.0 i 2120 6.2.2m 129, 133
[V,0,(t -OH)(tpen)f* i 4617 i 191 i 1500 6.2.2n 129, 134
[(VO),L(t-SOy)] i 1326 i 1219 i 1280 6.2.28 129, 135
[V 202(OH)(C404)2(H20)s] i 2457 i 2112 i 1170 6.2.2p 129, 136
[(VO(Hsabhea)) 8:9 i 25 15 6.2.2q 129, 137
[(VO(Hsabhea))(VO(acac)(HOMe}){-OMe)] 186 154 53 6.2.2r 129, 137
[Cu,(tren)CN](CIO,)3° i 98.:6 i 983 i 79.0 6.2.2s 138
[Cuy(tren),CN](BF4)3° i 1191 i 719 i 8G:0 6.2.2t 138
[Cu,(tren),CN](CIO,)(PFs),° i 77.0 i 792 i 915 6.2.2u 138
[Cu,(tmpa)lCN](ClO,)3° i 70:1 i 57:8 i 520 6.2.2v 138
[Cuy(tmpahCN](BF,)sP i 69:8 i 57:9 i 50:0 6.2.2w 138
[Cu,(tmpa)CN](BF,)s{CH;CN),” i 76:9 i 57:9 i 495 6.2.2Xx 138
[Ni,(tetreny}CN][Cr(CN)g] i 154 i 9:3 i 125 6.2.2y 138
RMSD(J) (see Eq. 2.3.1) &) 712

2 see refl13%] and references therein for detailed structural information
b Counterions are given for reference and have not been included atbulations.
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Part Il. DFT Benchmarks for the Calculation of Exchange Cogplimnstants

Table 2.4.4:Comparison of B3LYP-calculated and experimental J values of a ser@gohuclear complexes using different software packages and lesitos
the calculation of the exchange coupling constant.

compound dslem™]? Jes[em™] Jies[em]® Jies[em]? Jorcalcm™]® Jorcalom™]T Jexp [om]

[Cux(MeC(OH)(PQ)2)2]* i 1319 i 616 i 1030 i 1434 i 1201 i 1094 i 309
[(Etsdien)Cuy(* -C,04)]%* i 1008 i 297 i 99.0 i 1084 i 1023 i 1034 i 374
[Mn(Meg-[14]ane-N)Cu(oxpn)f* i 44:6 i 577 i 40:8 i 40.0 i 437 i 427 i 157
[(* -OCH;3)VO(maltolato)} i 855 i 879 i 84:3 i 794 i 1011 i 1010 i 107.0
[Fe;OClg]* i 1582 i 1582 i 1480 i 1480 i 1594 i 1594 i 1120
[MnMn(2 -O),(* -OAC)DTNEJ** i 1668 i 1638 i 1563 i 1577 i 1683 i 1682 i 1100
[Cu,(* -OH),(bipym),]?* 67:0 719 958 850 887 818 57.0
[(Dopn)Cu(OR)Cr(OCH;)Mestacnf* 15:2 124 128 124 119 105 185
[(Dopn)Cut -CH;COO)Mn(Metacn)f* 839 466 542 432 491 481 544
[V,0,(t -OH),([9]aneN;),]%* i 2638 i 2621 i 2418 i 2417 i 2789 i 2700 i 1770
[EtsNH],[(VO).(BBAC),] i 1723 i 1450 i 1609 i 1592 i 1866 i 1853 i 167:9
[HB(pz)sVO(OH),]» 105 6.6 143 330 84 9.4 i 388
[(VO),(cit)(Hcit)]*> i 2863 i 2944 i 267.8 i 2605 i 2983 i 3035 i 2120
[V ,0,(t -OH)(tpen)F* i 4937 i 4987 i 4617 i 4599 i 5297 i 5258 i 1500
[(VO),L(* -SOy)] i 1359 i 1462 i 1326 i 1349 i 1407 i 1497 i 1280
[V 202(OH)(C404)2(H20)s] i 2556 i 2576 i 2457 i 2420 i 2615 i 2591 i 1170
[(VO(Hsabhea)) i 0:1 i 3:8 89 152 7.2 6:2 15
[(VO(Hsabhea))(VO(acac)(HOMe}){-OMe)] 131 164 186 196 146 151 5.3
[Cuy(tren),CN](CIO4)3 i 1018 i 1003 i 98.6 i 1081 i 1030 i 1040 i 79.0
[Cuy(trenLCN](BF4)3 i 1207 i 1302 i 1191 i 1293 i 1195 i 1207 i 80:0
[Cuy(trenLCN](CIO,)(PFs)2 i 80:1 i 835 i 77.0 i 8838 i 856 i 86.7 i 91.5
[Cuy(tmpa)CN](ClO,)3 i 71:3 i 714 i 70:1 i 70:1 i 631 i 723 i 520
[Cuy(tmpa)CN](BF4)3 i 70.0 i 66:8 i 69:8 i 569 i 697 i 687 i 50:.0
[Cuy(tmpa)CN](BF4)3€CH;CN), i 787 i 657 i 76.9 i 721 i 77:1 i 785 i 495
[Ni,(tetren}CN][Cr(CN)g] i 165 i 155 i 154 i 155 i 168 i 17.0 i 125
RMSD(J) (see Eq. 2.3.1) Bl 827 756 779 91:4 902

36-31G*TZVP  °TzVP  ©6-31G*/LACV3P++**  dLACV3P++*  ©€6-31G*TzZVP 'TzvP
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Part Ill. Development of a Molecular Mechanics Force Fielthva Ligand Field Term

1 Introduction to Ligand Field Theory

1.1 Crystal Field Theory

ligand eld theory (LFT) represents a theoretical approtctiescribe the d-orbital splitting of transi-
tion metal compounds and can be used to interpret electesrianagnetic properties, like UV/VIS,
circular dichroism (CD) or magnetic circular dichroism (MCBpectra or the zero- eld splitting
(ZFS). Based on a symmetry treatment, LFT can predict the rymdnge and intensity of transitions
and can quantify parameters in Hamiltonians which desc¢hbse interactions. Since the coordina-
tion geometry and its underlying symmetry is mainly resjmiegor the splitting of the d-orbitals in a
transition metal ion, LFT allows for a semi-quantitativgoemach to describe the energetics involved
in these splittings.

The origins of LFT go back to Betfé3! and van Vieck*4, who derived the underlying crystal eld
theory (CFT). Treating ions in a crystal lattice as point glear they described the potential acting on
the central ion, e. g. a Bg by the sum of all individual potentials generated by themumding ions,
e.g. Ci. They explained the coordination geometry solely by theraxttion of these point charges,
that is, a pure electrostatic treatment of the metal to tigateraction. Since Bethe's research was
based on lattices, which in his assumption could only ocoua trystal, he referred to the theory
as CFT“]. The expansion of this idea to a more general form of a ceidrain a eld of the
surrounding ligands (treating not only their electrostantribution and not necessarily assuming
alignment in a crystal lattice) lead to the concept of lE¥. CFT can be seen as a special case of
LFT, where the in uence of the ligands on the central ion ipofely electrostatic nature, that is, the
electrons of the ligands do not mix with the electrons of teetal metal iof*%l. LFT introduces
covalency and treats cases, where the interaction betweeligand and the metal electrons is not
zero.

LFT is mainly concerned with the elements of the three dditaon series. Here, the ligand eld
effects are stronger than the other effects responsiblpddurbation of the d-orbital energies, e. g.
spin-orbit coupling. As mentioned above, the coordinati@ometry is mainly responsible for the
splitting of the d-orbitals, and LFT connects the positiofshe ligands with the energetics of the
d-orbitals and thus with the physical properties seen irspieetra of the moleculg®!.

With the underlying aspects of CFT, the general splittinghef d-orbitals e. g. in an octahedral eld
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can be deduced. As the central metal ion enters the eld ofiglamds, the energy of the degenerate
set of orbitals is raised, as the interaction between therggi eld of point charges leads to a general
destabilization of the d-orbitals. Since the real liganttl & not of spherical symmetry, the ve-fold
degenerate set is split into two sets of orbitals. Theset consist of thel,y, dy, andd,, orbitals,
which have their lobes pointing between the ligands, andeghset consists of thel,:; y» andd,z
orbitals pointing directly at the ligands. The coordinatstem for the description of the molecule is
chosen to match these assumptions. fheet is thus stabilized, theg set destabilized compared to
the ve-fold degenerate set of orbitals in the sphericall eff ligands. The energy difference between
the two sets is 10 Dg @ . (see Figure 3.1.1). In a tetrahedral coordination geom#teyorder of
the sets is reversed and the splitting is ogwoct.

Figure 3.1.1:d-Orbital splitting in an octahedral crystal eld.

1.2 The Inter-Electronic Repulsion

While CFT is suf cient to explain e. g. the transition around @@ cm! in the one-electron system
Ti%*, which can be associated with the transition of the singtetebn from the set of orbitals corre-
sponding to d,4 term to theg, term orbital set, it fails to interpret more complex speotra. that of
the ¢ system \**. The two transitions at 17,800 and 25,700 toannot be assigned to a single and
double excitation from the lower lyingy term to the orbitals corresponding t@aterm. Even if the
rst transition could be assigned to the single excitatithe, double excitation should appear at much
higher energies.

In order to be able to describe the spectra of theydtem correctly, the simple term picture is not
suf cient, but a more complex approach has to be used instéadns describe a group of energy
equivalent multi-electron wave functions and are charasd by the term symbols, consisting of
the total spin angular momentum S and the total orbital argumlomentum L. The spin quantum
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number M;, the multiplicity, runs from -S to +S in half-integer stepise quantum number Mruns
from -L to +L in integer steps. The total degeneracy of thentés thus (2S+1)(2L+1). The term
symbol is labele®S*1X, where X stands for a capital letter, which representsdtad brbital angular
momentum. X equalsto SforL=0, PforL=1, Dfor L =2, F for L = 3dacontinues alphabetically
afterwards.

Given the electron con guration ofgthe corresponding terms can be derived as follows: Arrangi
two electrons with either spin up or spin down in ve d-orlétgives rise to 45 different possibilities,
called micro-states. The different micro-states can beggd according to their Mand Ms values.
This leads to 2 micro-states with|M- § 4, 8 micro-states with M= 8§ 3, 10 micro-states with M

= § 2, 16 micro-states with M= 8 1 and 9 micro-states with M= 0. The micro-states can also
be grouped according to their multiplicity, which then giv&0 micro-states with M=8 1 and 25
micro-states with M = 0.

To arrive at the terms for the?don guration, the table of micro-states has to be reducestiesyati-
cally, starting with the highest orbital angular momentwmber M = 4. M, =4 equals to a G term
and since two electrons cannot have the same spin in the sduita (Pauli principlé'®), the term
has to be a singlé term. Subtracting &G term from the list of micro-states results in a maximum
M_ = 3, which corresponds to an F-term. The reduction of the orstates is done systematically,
until all micro-states are assigned to terms. The nal resylthat the d con guration splits into a
1G,%F, 1D, °P and &S term.

Given Hund's rule847-149 which describe how electrons tend to minimize the repulswith each
other, we can de ne the energetic order of the term3asD, 3P, 'G and'S (from lowest to highest

energy).

1.3 The Ligand Field Splitting

In the last section, the terms for a free transition metalhawe been derived. If the ion is brought
into a eld of ligands, the terms split according to groupdhge The angular momentum of a term
acts analogously to one-electron wave functions. Jféerm, which is the ground state of thé d
con guration, is seven-fold degenerate. In an octahedetd, the term splits intéAzg, 3Tlg and3ng
terms, where théT,4 term represents the new ground state.

When both the inter-electronic repulsion and the ligand te&htment are taken into account, the two
bands visible in the ¥ spectrum can now be explained. The two bands belong to theitins
between the 7; ground term and the two termsgland Ay, which are higher in energy. If the sym-
metry of the coordination sphere is lowered a further ligahdi splitting can be induced. Correlation
tables, from which this splitting can be derived, are foumthie literaturé“®!,
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So far, we have used the “weak eld” approach to describe igtiag of the energy levels in tran-
sition metal complexes, assuming, that the magnitude ointiee-electronic repulsion is larger than
the ligand eld. In the “weak eld” approach, the free ion tes are deduced rst and the ligand eld
acts as a perturbation on these terms. If the ligand eld iafer magnitude than the inter-electronic
repulsion, the “strong eld” approach has to be used for tesadiption of the orbital splitting.

In the strong eld approach, the energy levels are solelydlesd by electron con gurations, which
are then again split into terms by the inter-electronic I&pa which acts as a perturbation. The
con gurations for the dcase would include afe,*° ground state, i. e. two electrons would be in the
trg Set, a rst excited stated'e,*! with one electron in each of the orbital sets and a secondeskci
state 1,°e,*2. To arrive at the according terms, the direct product of énms which describe the two
electrons has to be taken. For the ground state, the diredtiptis (Eq. 3.1.1):

Tog£ Tog = Tag+ Tog+ Eg+ Agg (3.1.1)

If the direct product for the rst and second excited con gtions is calculated, the derived terms are
the same as the ones, which have been derived with the wedlapgroach, but the energetic order is
different. The qualitative correlation between the tworagghes can be visualized with correlation
diagram$#% whereas a quantitative visualization has been proposedubgte and SugaHe® 152
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2 The Angular Overlap Model

In the preceding Chapter, the splitting of the d-orbitals basn described by perturbations of the
inter-electronic repulsion and the eld generated by tlgatids surrounding the central metal ion.
Another approach for the description of the energetic keélthe d-orbitals is the angular overlap
model (AOM)*%3l which is based on a simple MO approach and describes thé tméiand bonds

in terms of covalen®} Ysand * interaction§#%l. The AOM is a parametrized model, where the
parameters directly correlate with experimental ndin§sce the parameters do not refer to a certain
complex geometry or coordination but to a single metalrdypair, the parameters are not transferable
among different structuré€§*-*5"1 However, calculations have shol#tt1%8 that parameters can be
used approximatively for a wider range of complexes withdamme structural motif.

In order to derive the parameters for a speci ¢ metal-liganidraction, the AOM makes use of basic
guantum mechanics. As seen in Pt. | Ch. 1, the enEfgyf a molecular orbital\ is obtained by the
Schrédinger equation, Eq. 3.2.1

HA = E/A (3.2.1)

If the multi-orbital problem is simpli ed to the case of onestal d-orbital and one ligand orbital, the
wave functiond becomes (Eq. 3.2.2)

A=cwhAu+ A (3.2.2)

with the orbital coef cients; for the atomic orbitaléy, andA . The energies of the metal and ligand
orbital can be derived from the secular determinant, Eq33.2

Hui E HuL i Sy E=
M i ML i OML -0 (3.2.3)
Hue i SuL E Hei E

whereH,, andH_ are the orbital energies of the metal and ligand, respégtiMg,. is the exchange
integral andSy,_ is the overlap integral between metal and ligand orbitalacesthe d-orbitals are
higher in energy than the ligand orbitaldy, is large compared tél, . If the overlap integral is
assumed to be small, the energieswhich destabilize the resulting anti-bonding MO relativetie
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level of the d-orbitals, an&,, which stabilize the bonding MO relative to the ligand orbi&vel are
(Eq. 3.2.4):

(Hme i Hwm Sue)

Ea= Hy +
o Hu i He (3.2.4)
Eo= Hy | (HuL i HLSwL)

Hvm i HL

Hy andH_ are known as the valence state ionization energies of thal el ligand orbitals and
the overlap integraby, can be calculated numerical§?l. With the Wolfsberg-Helmholtz approxi-
matiorf*®, the exchange integrédy,. can be expressed as (Eq. 3.2.5)

Hy + H
Hu SML% (3.2.5)
With this approximation, Eq. 3.2.4 then becomes (Eq. 3.2.6)
2Q2
Ea' HM + HLSML
b M I HM i HL

The energy raise of the anti-bonding ME), and thus the perturbation of the metal d-orbitals when
the metal is coordinated by the ligands, can be further aqumietted as seen in Eq. 3.2.7, since the
energyE, is mainly de ned by the metal orbital enerdi, :

evaKSZ,
H2 (3.2.7)

KY%—+—
Hum i HL

The newly introduced parameterwhich describes the energy raise of the anti-bonding M@ras
portional to the square of the overlap integral and the fal§tacan be directly calculated from the
valence state ionization energies of the metal and ligamgarids normally bind either vid: or %
bonding, so three e-parameters are needed for a completepdies of the shift in orbital energy
of the anti-bonding MO ey, describes thé&zinteraction and because of its anti-bonding nature with
respect to the metal d-orbitalks,, usually has a positive value. Tleg, andey,, parametersx andy
denoting the cartesian axes orthonormal toziiggand metal) bond axis) can be positive or negative,
depending on a destabilizing (donor) or stabilizing (ategpeffect of thezbonding to the metal
d-orbital, respectively. An additional parametef, which accounts for the d-s-mixing between the
d,> and the 4 orbital and effectively lowers the energy of tde orbital, can also be assigned to a
metal-ligand pair. A good approximation is to assume a vafiabout 1/4 ofey, for eys 67
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As stated above, the overlap integ&). can be calculated numerically. Since the local coordinate
system around the ligand de nes tbg e,,x andey,, parameters, the global coordinate system, which
is centered on the metal, is used to express the positioredigands in space in polar coordinates.
If d is the vector between the metal and the liggnde nes the angle between the global z-axis z
andd while Ais the angle between the projectioncbnto the global }yw plane (the vectod?9 and

the global x; axis. The ligands,zaxis is always treated as being collineadtaovhile a third angleéd

de nes the nal rotation of the ligands' x and y -axis along the zaxis (see Figure 3.2.1, the insert
shows the view along the ligand metal axis).

A%y

<Y

Figure 3.2.1:Ligand coordinate system (3, ,z. ) in the global metal coordinate systemu(¥m,zw) 14!

With these polar coordinates, the angular overlap factdisiwde ne the overlap integral between a
metal d-orbital and a ligand orbital can be derived as giveFable 3.2.153161}
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Table 3.2.1:Angular overlap factors fovaand¥%interactions between metal d-orbitals and ligand orbitals pro-
posed by Schéffer and JargenB8eh161]

Fold; L(1; A; A] Fuald; L(1; A A] Fuald; L(1; A; A]
p_ ) ) i sin2AsinpsinA+ i sin 2AsinpcosA;
Oy2; y2 ( 34)cosA(1lj cosd) 1 . . 1 i .
> cos ZAAsin 2ucosA écos Asin 2usinA
P~ . % P . e
d,2 (1L+3cos3n=4 (i 3=2)sinucosA (" 3=2)sin2usinA
p_ ) ) cos AsinpsinA+ cos AAsinpcosAj
Oy ( 34)sin2A(1j cos?d) 1 i . 1 i .
ésin 2Asin 2ucosA ésin 2Asin 2usinA
p_ o i sinAcosusinA+ i sinAcospcosAj
dy, (" 3=2)cosAsin 2u i . ; L
COSACOS Z1CoSsA CosAcos AUsIinA
p_ . cosAcospsinA+ cosAcospcosA;j
dy; (" 3=2)sinAsin2u o . o oL
SinAcos Z1cosA sinAcos 21sinA

The perturbation from the ligands acting on the metal dtatbican be summed up over all individual
metal-ligand contributions. The matrix elements of thatig eld matrix are given in Eq. 3.2[&2

. . - X »I
hji jV|_|:]dj| = € F(d,,Ln)F(dJ,Ln) (328)

Joon=l1

Here, d; is the respective d-orbital]! the interaction type3tor Yinteraction) and-(d;;L,) the
overlap integral given in Table 3.2.1. Given the matrix etes, the symmetric&l £ 5 ligand eld
matrix can be formed. The eigenvectors of the matrix coordpo the wave function which describes
the d-orbitals. Their respective orbital energies arerglye the eigenvalues. Since the off-diagonal
elements of the ligand eld matrix are generally not zer@ #OM wave function is a mixture of the
ve d-functions*%l, Given the trigonometric basis of the AOM overlap integréi® following sum
rule can be deriveé®f316? Eq. 3.2.9

XX
F(d;Ln)*= N (3:2.9)

n i=1

stating that the sum over all angular overlap factors is eguae number of coordinating ligandé.
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3 Implementation of a Ligand Field Term
In Momec

3.1 Ligand Field Molecular Mechanics

The eigenvalues of thef 5ligand eld matrix derived in Chapter 2 of Part Il can be useaalculate
the total ligand eld stabilization energy (LFSE}56:163.164(Eq. 3.3.1):

X
Eirse = Na€s (3.3.1)

a

Here, n, is the occupation number of the respective d-orbital (0, 2,awvhich corresponds to the
number of electrons in the orbital) amg is the d-orbital energy, given by the eigenvalues of the
ligand eld matrix.

As the LFSE implicitly depends on the coordination geomatrgt coordination number of a transition
metal in a molecule, it can be used to include electroniacedfe. g. Jahn-Teller distortioRd or the
spin-orbit coupling in a standard MM force eld. This methbds been proposed by Deeth and
coworker$10.165166lgnd has been termed ligand eld molecular mechanics (LFMMhas been
used with great success to calculate structures of vanaasition metal complex&§”168l different
spin states of a transition mef&?! and dinuclear compouné”.

The LFSE can be included in a classical force eld as an agldi term to the total strain energy,
Eqg. 3.3.2:

X X X X X X
Esteric = Estretch + Ebend"’ Etorsion + EvdW + Eelectrostatic + ELFSE (3-3-2)

Because the d-orbital energies calculated from the symeaé®E 5 ligand eld matrix are barycen-
tered to zero, the energy added by Ehe sg term is intrinsically negative and thus always stabilizes
the calculated structure. Since the original implemeoitatif the ligand eld potential by Deeth et al.
(see below) is monotonically decreasing with increasingdolengths, the interaction has to be bal-
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anced with an additional classical bond stretch term whielmadds up to the correct bond distances
when compared to experimental results. Deeth et al. use aéMoction (see Pt. | Ch. 2) to describe
the classical part of the total metal ligand stretch. The i.-ldend energy implicitly contained in the
LFSE is balanced with additional ligand-ligand repulsierms, which are of the van der Waals type.

As the overlap integrals between metal d-orbitals and tjenlil orbitals are calculated by trigono-
metric functions, the only parameters which have to be patared in the force eld are the ligand
e, -parameters (see Pt. Ill Ch. 2, Egs. 3.2.510 3.2.7). In theapproaches to LFMM, Deeth et al.
parametrized a single parameter with a linear dependence of the metal-ligand lbemgthr and
used numerical rst derivatives to calculate displacera@hiring geometry optimizatioHs In more
recent publications, a series expansion around the bogthlems used for the parametrization of the
AOM parameter8’ Eq. 3.3.3, which allows for a greater exibility of the fagceld.

€ = agt ar + i+ ari P+ arit+ ari v+ gt ° (3.3.3)

a, are parameters of the force eld ard are the resulting AOM parameters. Terms¥ainteractions
and d-s-mixing as well as analytical rst derivatives hai@aeen implementéd?.

The rst LFMM code was implemented in the program package DMIMO ], and has later become
a part of the Molecular Operating Environment (MOE) softeaackagg’®! under the name of Dom-
miMOE as a plug-in written in C and controlled by MOE's intati$cienti ¢ Vector Language (SVL).

Other implementations of an additional LFSE term to thelteteergy have been done by Woodley
et al. in the GULP prograf’¥l and Giessner-Prettre et al. in SIBER!. A different approach to
the modeling of the transition metal coordination geombtiy been used by Comba and Stréiifg
who implemented an additional harmonic sine function, Wlacts as an electronic perturbation. The
sine function has minima at 90 and X&nd the electronic effect of the interaction between the d-
orbitals of the metal and the ligand orbitals is thereforedelled by this additional potential. The
drawback of this method comes with the introduction of thditwhal parameters in the force eld.
The force constants of the since function are only valid facs ¢ coordination geometries whereas
the ligand eld parameters used in the LFMM approach by Deaitinmodel several geometries with
a single set of parameters.

3.2 Comparison between DommiMOE and Momec

The original code was donated to us by R. Deeth to whom we exiendratitude at this point. In
order to implement the ligand eld code in the software pagkdomec, of which a new version is
currently in developmeR£1’7] it has been adopted and rewritten in C++ to make it compatible
the Momec source code. In contrast to the original impleateort in MOE, the ligand eld code is
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not added to Momec as an external plug-in, but has becometegrah part of the program, which
has some signi cant advantages shown below. In order to taiaithe functionality of the code, high
priority was set on the correct output and veri cation of@dhted values during the implementa-
tion process. Several tests including sample ligand eldwations with different types of ligands
were implemented and the results of the calculated eigéongeand eigenvalues as well as the rst
derivatives were carefully checked against results geeeraith MOE.

Here, we encountered several problems regarding numetadaility. Due to the origin of the code,
which is based on a FORTRAN source, its rst application was3@rbit machines where the data
type “double” represented the 32-bit oating point preoisj which corresponds to seven signi cant
digits. Therefore, this data type was used throughout tlie ¢o assure the maximum accuracy
possible at that time. However today, modern computers &&4 bit architecture and therefore the
type “double” has an increased accuracy of at least 15 stgnit digits. Since the calculation of the
AOM overlap integrals is very sensitive to precision, tmduced some numerical instabilities and
lead to a slight change in the energetic order of the d-debéad eigenvectors calculated from the
5£ 5ligand eld matrix compared to the original implementatidn some cases we have observed
degenerate orbitals, which has not been the case in thealrigiplementation of the code because
of the differences in precision. However, since the forraulave all been veri ed, the increased
precision is a wanted effect and the data type has even bgamé@sd to “long double” (at least 31
bits precision). No efforts have therefore been made totgxaaproduce the original eigenvalues and
vectors and their respective order by arbitrarily lowetting precision of the calculated values.

For comparison of the original implementation in MOE witle tturrent implementation in Momec,
the work ow during a single point or geometry optimizatioor footh implementations is shown in
Fig. 3.3.1.

In both programs the usage of a graphical user interface \@Uither draw or import a molecu-
lar structure is straightforward. Common to both implemgaite is also the atom type assignment
done during the import procedure. Here additions had to lsertmthe force elds present in MOE,
since support for transition metals is missing in the forekls originally build into the program (e. g.
the MMFF94 force eld!"8-184), Additional typing rules for coordinating ligands suchsagurated
amines are also needed, since standard type rules are net afl@mand to metal coordinatid{.

In Momec, which contains a force eld tailored explicitly transition metals and their coordination
chemistry, such atom types and type rules are implementeitayl'’7-18% Setting up the calcula-
tion is again very similar in both implementations. Settiqthe force eld and executing the actual
calculation, however, is quite different in both programs.
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Molecular geometry - Atom type
(draw or import) assignment
Calculation Force field
parameters modifications
Calculation of E
tat(MM )
] Molecular geometry - Atom type
Calculation of EM(LF) (draw or import) assignment
Calculation of EM(MM) {
Calculation
v parameters
Preparation of energies
and derivatives
tot(LFIMM) = !
Eiomy ~ B + Bury Calculationof E_ _
(a) MOE/LFMM (b) Momec

Figure 3.3.1:Work ow during a MOE/LFMM calculation compared to a Momec calculation

In the MOE/LFMM scheme, the molecule is divided into two panta QM/MM-like approach. The
ligand eld code only treats the metal center and the surdmgnligand atoms, whereas the standard
force eld present in MOE computes the steric energy of thmaming atoms. The ligand eld
part contains a metal-ligand bond length component, whashtb be counterbalanced with a Morse
stretch, and a ligand-metal-ligand angle bend componemthahas to be balanced with a van der
Waals interaction. The part treated by the standard fortecentains all steric energy contributions
from the remaining atoms as well as angle bends and torsiglesuiconnecting the coordination
region, namely the metal and the surrounding ligand atont tlae ligand region, which is the rest
of the molecule. To calculate only the coordination regithe respective atoms are identi ed by
SVL routines and passed to the external ligand eld code. Gdileulated energies and derivatives are
then again passed back to the main program via SVL code. $\pthint, one of the drawbacks of the
MOE/LFMM implementation becomes clear. Since the calooitain the main MOE program is done
on the entire molecule, the interactions treated exclisive the ligand eld code, that is the M-L
bond stretches and L-M-L bend angles, have to be zeroed. ©atlier hand, any solvation effects
which act on the coordination region have to be retainedesiney are not treated by the ligand eld
calculation. Since MOE automatically assigns missing ip@tars in the force eld, simple deleting
the metal ligand interactions is not possible. Additiopalhe SVL code does not allow to delete
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speci ¢ interactions from the calculatié*l. Therefore, the additional contribution to the total strai
energy by the coordination region has to be calculated agggrand subtracted from the nal result.
This has to be done both for the energy and for the derivatimesnvolves an additional calculation.
Egs. 3.3.4 to 3.3.6 summarize the process:

Ewotum) = Emmm) + Ecoum ) + Eve um ) + Esow (3.3.4)
Etot(LF) = EM(LF) (3.3.5)
Ewotrmm ) = Emr) + ELoum) + B um ) + Esow (3.3.6)

= Ewtum) i ELgmm ) + Emr)

Eq. 3.3.4 gives the total ener@y,(vwm ) calculated with the conventional force eld in MOE, which
consist of the coordination regidby (um ), the ligand regiorE, (um ), the cross terms connecting
the two region<E . (vm y and the solvation energy for the whole molecHlg,,. The total ligand
eld energy given in Eq. 3.3.5 is calculated by the liganddetode and consists of the LFSE, the
Morse contributions for the M-L bond stretches and the ldygand van der Waals interactions, all
of which are parts of the total ligand eld energy for the cdimation regiorEy (). Eq. 3.3.6 then
gives the total energy consisting of the ligand eld energythe coordination part, the conventional
energy for the cross-terms and the remaining ligand anddivatson energy.

Compared to this tedious approach in the MOE/LFMM implemigonia the implementation in Mo-
mec is straightforward. Since the ligand eld code is angné part of the whole Momec program,
the treatment of the ligand eld between the metal centertardsurrounding ligands is just an addi-
tional interaction, which has to be accounted for duringlawation. Since Momec uses a harmonic
description for a bond stretch by default, switching to a 8&odescription is still required, but can be
done without additional effort. As Momec uses a points onreespmodel for the L-M-L interactions
by default, no additional interactions have to be modi edreat the bending terms involving the
metal center correctly.

To summarize, the ligand eld implementation in Momec istjasmatter of adding an additional
interaction to the total list of interactions accounteddaring a calculation, where with MOE/LFMM

it involves multiple calculations. Additionally, the imghentation in C++ allows for transferability to
other molecular mechanics packages, since the code naldegends on the MOE SVL architecture.
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3.3 Implementation in Momec

Since the source code of Momec and thus of the ligand eld ¢®@dp@en source, no detailed descrip-
tion will be given here and the reader is referred to the Momebsitd'’”l. However, an overview
of the routines involved in the ligand eld calculation witle given with a short description. As
mentioned before, the code was adopted to C++ but the ovaradtibnality has not been changed to
retain maximum compatibility and consistency with resgedhe resulting values. Apart from the
different programming language, the routines are verylaimm the implementation of the plug-in to
MOE.

The actual ligand eld calculation starts with the identton of the transition metal centers and their
coordination regions. If a metal is found, the charge andiplidity given in the input le are used
to calculate the number of electrons and the spin state omé#tal. With the help of a connection
table, the ligand atoms connected to the metal as well asttimsaconnected to the ligand atoms
are identi ed. This is necessary in order to de ne the loégghhd coordinate system with respect
to theYaxand %2y AOM parameters. Since the ligand eld part only treats a drthe molecule,
the information about the relevant atoms is copied to a formiach is different from the remaining
Momec prograrh In order to be able to add the ligand eld derivatives to thspective atoms later,
atom numbers between Momec and the ligand eld code are nthppeaddition to the relevant
atoms, the ligand eld parameters given in the force eld algo passed to the ligand eld code. This
process is done for every transition metal center and eartecs' ligand eld is calculated separately.
Deeth et al. have shown, that this is a valid approach andaictiens between the individual centers
can be neglected in speci c cas€8l in a rst order approximation.

When the atoms relevant to the ligand eld calculation and pheameters in the force eld are
identi ed, the actuak, values along with their rst derivatives are generated adewm to Eq. 3.3.3.
This is followed by the calculation of the overlap integrmishe Schéaffer-Jargensen formalism (see
Pt. 1l Ch. 2 Table 3.2.1) and the calculation of th€ 5 ligand eld matrix elements. The matrix
is then diagonalized. After the matrix is solved, the LFSEakulated according to Eq. 3.3.1 and
the rst and second derivatives are prepared. Here, thedesivatives are calculated analyticatitf!
whereas the second derivatives are computed numericdlé/s@cond derivatives are not used in the
DommiMOE implementation and therefore no reference valuer® available. However, in Momec
the numerical second derivatives are used in the geometirpiaptior?.

When the LFSE, the d-orbital energies and the rst and secendatives have been calculated, the
results are passed back into the main Momec calculatiomeuthe energy is treated as a part of the
total strain energy, the d-orbital energies are plottethéodutput le and the derivatives are added to
the respective atoms in the Jacobian and Hessian duringnagggooptimization.

This is due to the implementation process, since formats haen kept untouched where possible
2 Future plans include a complete overhaul of this part of ttegiam as well as the implementation of analytical
second derivatives.
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3.4 Input File Structure

As mentioned, the ligand eld code calculates the numbemngiaired electrons present on a transition

metal center with the charge and the multiplicity of the atgimen in the input le. Since the input
le format used in the 1997 version of Mom@#®, the Hyperchem input 1881, only supports the
declaration of a charge of an atom, a new and more exibledemfat was needed for the new Momec
release and the ligand eld code. The decision was takengdhesSD le format'®” in the current
version 3. The most important features of this format wiljdpesented here.

The SD le consist of two blocks, where the rst block is in xkeformat and describes the atom
coordinates, while the second block is in free format andaios user-de ned tags which can be
created without restrictions. An example for the xed forbéock is shown in listing 3.3.1:

DUSJACO1

0O 0 O 0 O
M V30 BEGIN CTAB
M V30
M V30 BEGIN ATOM
M V30 1 Cu
M V30 2 N
M V30
M V30
M V30 .
M V30 49 H
M V30 END ATOM
M V30 BEGIN BOND
M V30 1 1
M V30 2 1
M V30
M V30
M V30 .
M V30 54 1
M V30 END BOND
M V30 END CTAB
M END
$$$%

999 V3000

COUNTS 49 54 0 0 O

3.2295 3.0724; 0.0405 O
1.7115 1.3752 0.2577 O

4.5678 6.4336j 1.3823 0

1 2
1 3
19 49

Listing 3.3.1: Fixed format block of a version 3 SD le used in Momec

The xed format block begins with a single line which usuatlgntains the name of the molecule.
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The following line can contain some information about theruthe name of the program €té’],
but can also be replaced by a blank line. The third line costabmments whereas the fourth line
is xed format as written in Listing 3.3.1. Line six includese number of atoms, followed by the
number of bonds and some additional information about thelity '8, "BEGIN ATOM" marks
the beginning of the atom coordinates whereas "BEGIN BOND'tstae section about the bond
information. Here, the number following the index specites bond order (1 = single, 2 = double, 3
= triple, 4 = aromatic) whereas numbers three and four gigeothind partners. The xed block ends
with four dollar signs. Note that each line of the connectiaible ("BEGIN CTAB") starts with an
"M" followed by two spaces, "V30" for the version and anothesisp

An example for the free format block adopted during the impatation of the ligand eld codein
Momec is given in listing 3.3.2.

The free format block in the SD le consists of different deant, where each section starts with a tag
in the format “> <Description>". Everything except the amdirackets which de ne the beginning
of a tag is free format. For Momec, we decided to implemers talgich contain a version number
in the tag itself for easier future versioning. Since the 3&s are either parsed by Perl scripts or by
C++ routines, including the version in the tags assures thlar de formats can still be parsed cor-
rectly, even if the tag format changes. The tags used in Mararde divided into three categories:
reference tags, calculation tags and general tags. Reéetags contain information about reference
structures used in the parametrization of a force “ekel g. stretches, bends and torsions of the ref-
erence geometry or spectroscopic data like UV/VIS trams#ti Calculation tags contain information
generated during a calculation done in Momec, e. g. stretdbends and torsions of the optimized
structure, calculated charges etc. General tags are caohntecthe molecule or to the le format and
include information about the atom types used by the forde, #e units used in the SD feand the
charge and multiplicity used by the ligand eld code. Thesffermat supported by the SD tags also
allows an implementation of a hierarchy in the informatiareg in the le. In the example above, the
calculated energies of the molecule consist of a bond deftbom energy, a non-bonded interaction
energy etc. and this can be directly imported into a tree-dita structure in the program and depicts
this structure in the output les.

3 The design of the ligand eld tags of the free format block aslvas numerous sets of test molecules have been
prepared together with Tobias Lauterbach during his rekdaternship.

4 see Pt. IV for a detailed description of the parametrizagimtess

5 Future plans include the implementation of a unit system amdc to support the input of e. g. energies in multiple
units and the automatic conversion to another unit in thgnam.
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> <MOMEC_ATOM_TYPES V1>
1 CuU2

49 H
> <MOMEC_REF_STRETCHES V2>
1 R[U1]=2.29646@1.0 C=1,2

54 R[U1]=0.90522@0.0 C=19,49
> <MOMEC_REF_COMMENTS V1>
Refcode: DUSJACO1
> <MOMEC_MULTIPLICITY_V1>
12
> <MOMEC_CHARGES V1>
12
> <MOMEC_UNITS V1>
Ul Angstrom
U4 kJ/mol
> <MOMEC_CALC_RESULTS V1>
Status=not converged
Steps=1
RMS=0.00000
Energies[U4]=>Bond deformation energy=433.42326
>Non bonded interaction energy=34.83976
>Valence angle deformation energy=29.55635
>Torsion angle deformation energy=35.96001
>Electrostatic interaction energy=0.00000
>0ut of plane deformation energy=0.00000
>Hydrogen bond interaction energy=0.00000
>Twist angle energy=0.00000
>Ligand field interaction=0.00000
>Total strain energy=533.77939

Listing 3.3.2: Free format block of a SD le version 3 used in Momec
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3.5 Changes to the Functional Form of the Ligand Field
Term

The functional form of the ligand eld term has been inveated and modi ed in order to enable
automatic parametrization. In the original implementatny Deeth et al., the AOM parametexs
are derived from a series expansion around the metal-liband lengthr, Eq. 3.3.7:

€ =agtar+ari+aridarityaric+ gri° (3.3.7)

The energy of a metal-ligand bond which results from thewat®on of the LFSE with the AOM
parameters based on this equation can be plotted vs. theldogith. Figure 3.3.2 shows the energy
plot for different values ofs which corresponds to an ° dependence of the overlap integral on the
metal-ligand bond length. This can be assumed for a simpéhedral cagé?® 189
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Figure 3.3.2:Metal-ligand bond energy in dependence dor the original implementationr ( °> dependence
only) of the ligand eld potential

As already mentioned in Pt. 1l Ch. 3, the negative contrimutio the total strain energy of the
LFSE has to be balanced with the positive contribution of @diteonal Morse stretch term in order
to generate reasonable bond lengths. As can be seen in Bg, 8epending on the choice af
the ligand eld potential is very steep in the region of irgst between 1.5 and 3.5 Angstroms, and
the complexity of the form of the function is increased fertvhen additional terms (e. g\ * or

ri ® dependence) or interaction®:bonding and d-s-mixing) are included. Balancing both lajan
eld and Morse terms during an automatic parametrizatiotoisiplicated, since multiple parameters
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have a drastic effect on only one interaction, namely thal toietal-ligand bond stretch energy and
its derivatives with respect ta The problems that arise from two unbalanced potentialsiaoa/n
graphically in Fig. 3.3.3:

Figure 3.3.3: Summation of the bond energies calculated for the “classical” Morse potébtal300,a =1,
ro = 2.0) and the original description of the ligand eld potential (parametezsgaren in the

plot)

The summation of the ligand eld part and the Morse potensiabuld result in a shifted Morse
potential, which still has a de ned local minimum. Deperglian the overlap integral calculated
in the ligand eld part of the code, the minimum will be shift¢o longer or shorter bond lengths,
which re ects a destabilization or stabilization, respesly. However, such a minimum on the PES
is only achieved in a number of cases, where the two poterdia@ balanced (black and blue lines).
Unbalanced potentials will either result in no signi caigdnd eld effects Emvorse » ELf ), nNOt
shown in Fig. 3.3.3, or a strong stabilization of the boBg <. « E_r ). In addition, the limiting
behavior of the total potential in the case of very short Isoilsdhon-physical. Even if this issue is
not encountered in the parametrizations, since bond lengtolving transition metals are normally
not found to be within this range, a Monte Carlo parametemagttion trial step can in principle
generate parameters which re ect this situation.

To avoid the dif culties in the summation presented hereimyithe automatic parametrization, the
functional form of the ligand eld parameters has been cleghd\s the original ligand eld potential
does not have a de ned minimum, which in turn is a dif cult jptem for the parametrization algo-
rithm, the potential has been replaced by potentials whachale such a de ned minimum. While
the actual results will be presented in Pt. IV Ch. 3, the th&aliybe discussed in the following.
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As stated above, the ligand eld effect can be seen as a jpation to a classical Morse bond stretch,
which shifts the minimum to either longer or shorter bondjtéis. As the superposition of two Morse
functions gives again a Morse function, our rst approackswamimic the ligand eld potential by
an additional Morse function of the following form, Eq. 383.

e, =D €arin)24p (3.3.8)

whereD is the depth of the potentia,the curvature antd, the equilibrium bond length. The negative
sign of the rstD and the addition of the secortl result in a maximum oé, atr,. Figure 3.3.4
shows the energy plot with respectrtof the Morse ligand eld function.

Figure 3.3.4:Metal-ligand bond energy in dependencer dbr the Morse implementation of the ligand eld
potential

As can be seen from Fig. 3.3.5, when a second Morse interawtich describes the “classical” part
of the bond stretch is added, the minimum of the potentiadigined. Compared to the equilibrium
value of 2.0 Angstroms for the “classical” Morse potentihk equilibrium bond length is shifted to
higher values by the addition of the ligand eld potential.
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Figure 3.3.5: Summation of the bond energies calculated for the “classical’” Morse potébtml300,a =1,
ro = 2.0) and the Morse description of the ligand eld potential (parameteengivthe plot)

While this Morse function does have a local minimum and sireplthe overall complexity of the
problem (parameter reduction from potentially 7 paranseitethe original potential to 3 parameters
in the Morse potential), thel ® dependence of the LFSE with respect to the bond length known f
experiments and theory is no longer present in this appro@dso, the limiting behavior is only
correct in the case of very long bonds, whereas very shoddare still stabilized by the ligand eld
and, depending on the parameters chosen by the parametriaigorithm, will dominate the Morse
potential for the “classical” part of the metal-ligand bastcetch.

For a more realistic description of the ligand eld interiact, a potential featuring an inverse quadratic
and sixth degree function has been used, Eq. 3.3.9 and R, 3vhich resembles an asymmetric
Gauss distribution:

_ D
€ = 2((ri DZ+(r; 99 +1 (3.3.9)

whereD, a, bandc are parameters of the force eld ands the bond length.
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Figure 3.3.6: Metal-ligand bond energy in dependence dbr the “Gauss-type” implementation of the ligand
eld potential

When this potential form for the ligand eld effect is usedeténergy for both very short and very
longs bonds is zero, and the additional Morse stretch withidate the total effect on the stretch.
Also, the choice of a quadratic and sixth degree polynomidl different equilibrium bond lengthis
andc ensures an asymmetry in the potential form and adds moréiléyito describe the PES around
the equilibrium bond length. As in the Morse descriptionted tigand eld, this potential also has a
local minimum, which improves convergence during the aatibcrparametrization process.

The summation of the “Gauss-type” potential for the ligaettd and a Morse potential for the “clas-
sical” bond stretch results in a shifted Morse potentiakii@r full description of a bond stretch, which
includes the ligand eld perturbation (as shown in Fig. 3)3.
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Figure 3.3.7: Summation of the bond energies calculated for the “classical” Morse potébtml300,a =1,
ro = 2.0) and the “Gauss-type” description of the ligand eld potential (patarsegiven in the
plot)

The problem of balancing the “classical” contribution te stretch interaction with the ligand eld
contribution results in a shifted Morse description for doenbined potential. Our third attempt to
solve this problem was to include the classical contributiothe ligand eld contribution and there-
fore describe the whole interaction with just one potentahce the contribution of every bond to the
ligand eld matrix is unique, because the overlap integretveeen the metal and each ligand is dif-
ferent, the combined effect of classical and ligand eldrgiyecan be represented with one potential
which describes the AOM parameters and such, the LFSE. We have implemented this approach
both with the Morse and the “Gauss-type” description givieove (Eqgs. 3.3.8 and 3.3.9). The draw-
back of this approach is, that properties correlated to dtieegotentials (either “classical” or ligand
eld) can no longer be directly derived from the combinedgattal, e. g. the UV/VIS transitions ob-
tainable from the ligand eld code are no longer connectethéoligand eld parameters used in the
parametrization. However, since the primary goal of thiskweas to generate meaningful molecular
structures with a ligand eld molecular mechanics approdlis drawback has been tolerated at this
point.
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1 Introduction to Parametrization
Methods

As discussed previously in Pt. | Ch. 2, a molecular force ethsists of a set of functions, prede-
ned atom types and parameters. The accuracy of a force kthérefore directly correlated to the
quality of the parameters and thus, the parametrizationfofce eld is of crucial importance. The
parametrization process includes: a) selection of reterelata, on which the force eld parameters
are based, b) the de nition of a parametrization methodcWilierives the force eld parameters from
the reference data and c) the optimization and validatidgheforce eld. The data considered for the
parametrization process should be adopted to the problérarat, e. g. a general force eld should
include a wide selection of reference structures which cavarge chemical variety of a certain in-
teraction. On the other hand, a force eld tailored to a spgmioblem may be parametrized with a
small but representative number of reference structures.s€lection of the parametrization method
mostly in uences the performance of the parametrizatiarcpss and should, in principle, not affect
the resulting force eld. However, certain algorithms amtbr suited for speci ¢ parametrization
problems than others. The optimization and validation abrad eld includes leave-one-out tests,
where parts of the training set are left out for the pararzation and the resulting force eld is then
used to calculate the geometry or a molecular property fioenléft out data. If the force eld is
stable, the removal of one structure from the training setikhstill produce a valid force eld. With
this procedure structures, which are critical for the pairation, can be identi ed and additional
data exhibiting a comparable geometry can be added to thegaset in order to make the force eld
more robust.

1.1 Selection of Reference Data

Reference data can include a variety of molecular properigsely structural information, relative
energies of conformers, spectroscopic data or informadlmsut atomic charges. Structural data is
included in most force eld parametrizatioh®!, since molecular properties almost always depend
on the molecular structure. Sources for structural infdiomaare geometries measured by X-ray
crystallography or calculated by QC methods or a mixtureath*2°2. Since crystals will often
contain some sort of crystal lattice effects, exible irgetions like torsions will easily be distorted
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with respect to their equilibrium value, whereas stretcaed bends are more robust with regard
to these distortions, as these interactions contain moeeggn Therefore, individual interactions
should be compared against the reference set opposed tbatoraloverlay*®®. If interactions are
compared in a pairwise fashion, individual weighting anttation of relevant data from the entire
structure is possible , e. g. the interactions involvingrbgeén atoms can be omitted, since they are
often not resolved accurately in X-ray structures. An agpnation commonly made during force
eld parametrizations is to neglect condensed phase affedtich are assumed to average out, if the
data set taken for the parametrization is large en888h

Apart from structural information, energies, spectroscagata and charges can also be used to
parametrize a molecular force eld. Relative energies offoomers or rotational energy pro les
can be derived from QC calculations, which has been usedretlie OPLS all-atom force el&®.
Reference data concerning atomic charges are also deriwed@C calculations and rarely from
experiments, since atomic charges are no observables asddh only be indirectly obtained from
experimental result®°. An example for a charge parametrization is the implemamtatf a uctu-
ating charge model, which allows to study polarization &8an proteins in a liquid solution, in the
CHARMM %I force eld. The reference charges are based on DFT calomsinf small molecules
in the vicinity of a small dipolar probe, which mimics a wateoleculé'®l. Rappé®’! proposed a
charge equilibration method (QEQq) which can predict theghdistribution in a molecule and can be
used e. g. in molecular dynamics simulations. The modelsethan experimental atomic ionization
potentials, electron af nities and atomic radii. Spectmgic data such as IR or Raman vibrations
can be included in a parametrization to estimate force enist Since assignment of experimental
results to speci ¢ interactions becomes non-trivial widinger structures, vibrational frequencies are
often generated by QC methods and the data is directly defieen rst and second derivatives of
the energy with respect to atomic coordindt&s°1%8! A detailed description of this approach will
be given below.

The de nition of the reference data is an important step mfibrce eld development, as the refer-
ence data will determine the nal accuracy and performaridaeforce eld. In principle, any data
from experiments or QC calculations can be used, but shaulchbefully validated, as errors in the
reference data set will directly in uence the obtained #oreld parameters.

1.2 Parametrization Algorithms

After the de nition of a reference data set, on which the #oreld is based, the actual parametrization
algorithm has to be selected. The general parametrizatinoept involves a set of starting parame-
ters, which are used to generate the molecular structureopepy. The calculated values are then
compared to the data contained in the reference set and@rf@nction, such as the weighted root
mean square deviation (RMSD) (Eq. 4.1.1), is used to caletifet quality of the parameter set with
respect to the reference data.
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1 W
N
n

o<

RMSD = Wn(Vn(caIc) i Vn(ref))2 (4.1.1)

=1

Here,w, is the weighting factor for interactiom, andvy et y andvn(cacy are the reference and calcu-
lated values of the interaction, respectively. The forckel parameters are then varied in an iterative
scheme, until the optimum set of parameters is found andrtbe leetween reference and calculated
data is minimized. The parametrization procedure theeefra minimization problem and can also
be seen as a constrained minimization, if some of the forée& parameters are restricted to min-
imum and/or maximum values. For problems which involve g \ienited number of interactions,
this parametrization procedure can be done by hand. Hoywetien the number of interactions, atom
types and reference structures involved in the problemresdarger, automatic algorithms based
on the simple general scheme outlined above may be pregerabl

The general approach to automatic parameter estimatiobecdivided into techniques with or with-

out the usage of rstand second derivatives of the errortionovith respect to the individual param-
eterd!®. Methods, which do not use gradient information, includstessatic searches, Monte Carlo
approaches, the downhill simplex meth§&2°?land genetic algorithnkd1-204]

The systematic search over all individual parameters ig applicable to problems which involve a
limited number of parametrization variables. Also, if thergmeter surface is very diverse, the step
size between individual points (i. e. points on the params&teface) has to be small, which makes
systematic searches computationally expensive. How#wenmnethod is intrinsically parallelizable
and thus can bene t from modern computer architectures apdrsomputers.

Monte Carlo methods involve random variations of parametadscan be used to scan large param-
eter surfaces. Heeffner et 8%l have applied a Monte Carlo parametrization scheme to derive Cu
parameters for the AMBER®! force eld. Monte Carlo methods can also be used to gain irisigh

the parameter surface and restrict a second parametrizaticeme to a certain area of interest.

The downhill simplex methdéP®2%constructs a N+1 polyhedron of points on the surface of tre er
function, where N is the number of parameters varied duhiegpirametrization. The minimum of the
error function is found by systematically eliminating thighest point of the simplex, until all points
are within a prede ned convergence range. The simplex nekith@ery robust and converges fast for
a limited number of variables, but shows slow convergencenathe dimension of N is increased.
Norrby et al. showed, that the overall convergence can beavag by including the error function in
the simplex algorithrit®,

Genetic algorithm8®1-2%4lrepresent another approach, which does not take any infamabout the
rst and second derivatives of the error function into aatbuHuttner et al?°”-2%lysed this technique
on a set of tripodal metal complexes and de ned a binary gtbased on the parameters and their
respective variation range and resolution. The result efetror function was used in conjunction
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with the binary strings to generate a starting populaticartsPof the binary string were then varied
by “single bit’- or “crossing over’-mutation to spawn a geaison of offspring. During this process,
binary strings with a low error function value had an incezhsffect on the next generation and were
preferred during mutations. The process was repeated,comirergence was achieved. Ta polsky
and Schmid also used genetic algorithms to parametrize {@eganic Frameworks (MOFs) from
a set of QC reference calculatidt?®! and Strassner et &%2 presented an automated tool for
the generation of MM3 force elds, which uses genetic altjoris for the parametrization process.
Cukrowski and Marqué&? used arti cial neural networks to derive a set of force eldrameters
for modelling metalloporphyrins of Mh Mn"', Mn'Y, MnV, Conl, Cd', Cd", Ni" and CU. Arti cial
neural networks consists of interconnected neurons aretbas the information, that comes in and
out of the network, the structure and information ow is cad and optimized in the course of the
parametrization.

Algorithms which involve gradient information make uselwoé trst (and possibly second) derivatives
of the error function with respect to the parameters. Withwactor information of the gradient, the
optimal direction for the next set of parameters can be ighéind so even parametrizations which
involve many parameters can be converged. As the curvatowed a minimum of the parameter sur-
face tends to zero, gradient based methods generally gestawly when close to the minimuti’.,
Examples for gradient based methods are the Broyden-Fle@hidfarb-Shanno (BFG8Y*-?'%land
the Fletcher-Reeves-Polak-Ribiere (FRPRY® algorithm. The BFGS method belongs to the fam-
ily of Quasi-Newton methods and makes use of rst derivatigad an approximation to the Hessian
matrix of second derivatives. The FRPR algorithm only useslignt information and is a represen-
tative of the Conjugate Gradient methods.

The information present in the Jacobian and Hessian matot®C calculations can also be used to
parametrize force elds. The Jacobian (Eq. 4.1.2) is theligra of the energy with respect to the
atomic coordinates whereas the Hessian (Eq. 4.1.3) is axoéall second derivatives of the energy.

0 QE QE ¢¢¢QE !
@x @x% @x
e=bgs g Bk @12
@E @E Q@E
@z @z @z
U ge e gqqt
@xx1  @xy1 @xz
@E GE GE
He = % @yx:  @yy: @yzn (4.1.3)
@E @E ... @E
@zx1 @zgyr 7 @Z&zn

The potential energy surface described by the Hessianxmattised as the reference data set and
a functional form, namely the force eld, is used to reproduhis surface. Maple et &'° used
this approach and probed the surface of the formiate ionigit} distorting the molecule from its
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equilibrium con guration. The changes in rst and secondidatives were weighted and summed in
an error function, which then was minimized with respectioforce eld parameters, Eq. 4.1.4:

X X
S=we (Geii @)°+Wy (Hey i Hoy)? (4.1.4)
®;i ®;ij

Here,wy andwy are the weighting factors argd; andHe;; the rst and second derivatives, respec-
tively, where the superscriftdenotes the reference values obtained from QC calculati®imsilar
approaches have been used by Palmo B3] Leonard and Ashmaft*l, Hagler and coworkeFs®!,
Seminarid???l, Dasgupt&?3-22°l and Norrby et al*®3l. We have implemented a strategy which in-
volves a maximum force eld, where the resulting Jacobiad hlessian matrices are used as the
reference data set for a parametrization. This approaditbgvdiscussed in detail in Pt. V Ch. 2.

As the simplex and BFGS methods were used extensively inttdy,she methods will be explained
in more detail at this point. In the simplex method, amongNké points spanning the polyhedron
on the surface of the error function, the one with the higkesir is identi ed and re ected through
the barycenter of all points (excluding the one with the biggherror). If the re ected point does not
yield a lower error function value, the simplex is contractexpanded or the parameter function of
the lowest point is mixed with all the other points to genehew simplex matrix. Fig. 4.1.1 depicts
the possible simplex steps. The N+1 dimensional simpleawits” along the parameter surface, until
the difference between the matrix elements of the simpléelsw a certain threshold.

Figure 4.1.1:Possible simplex operations on the N+1 polyhedron on the parameteresudgoriginal sim-
plex (b) re ection of Pgn (C) re ection and expansion offg, (d) contraction of Righ () con-
traction of all points except &. (Phigh denotes the point with the highest value of the error
function, Ry the lowest point and Ry the new point of the simplex. The star represents the
barycenter of the simplex)
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In the BFGS algorithm, the search direction is evaluated hy4ED5:

Bipx = ir f(Xk) (4.1.5)
whereBy is the Hessian matrix approximated from gradient inforovatpy is the search direction
andf (xk) is the value of the error function at poirt After the search direction has been found, a
line search is done along the vecfmrto identify the step siz&®, and set a new point for the next

BFGS iteration (Eg. 4.1.6), which starts with the calculatal the new gradient and updates the
approximated Hessian matrix.

Xk+1 = Xk + @y (4.1.6)

A graphical representation of the BFGS algorithm is showresgdtically in Fig. 4.1.2. Here the
perpendicular orientation of the gradient of one step tad can be seen.

Figure 4.1.2: Schematic representation of the BFGS algorithm
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2 Implementation

Automatic parametrization of the ligand eld term in Momeashbeen implemented with a combina-
tion of Perl scripts for the initialization of the paramettiion and the actual parametrization code in
the C++ programming language. The use of Perl scripts alldaeithcreased exibility during the
development of the input format (see Pt. Il Ch. 3) and dued@giinple syntax, changes to the code
could be implemented quickly.

2.1 Implementation of a Parametrization Setup Routine
with Perl

As discussed, a force eld parametrization involves sevsteps: a set of reference data has to be
selected, the parameters and their functional form havestménti ed, a suitable parametrization
algorithm has to be chosen and the resulting force eld hdsetwalidated against data which is not
part of the training set (cross-validation). The Perl dsripsed during the parametrization of the
ligand eld term in Momec primarily deal with the rst two obgtives, namely the reference data and
the parameters for the parametrization.

As the ligand eld term adds an additional energy for traositmetal ions, X-ray geometries of
transition metal compounds with different degrees of digin from the regular octahedral geometry
were used for the reference data set. Detailed informabonthe different training sets used during
the parametrization will be given in Ch. 3 of this Part. As dssed in Pt. Il Ch. 3, the reference
information is incorporated in the SD le format, which alatiows for different weighting factors
for every interaction. Listing 4.2.1 recalls the format ped previously and shows an excerpt of
the stretches section of a reference SD le.
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> <MOMEC_REF_STRETCHES_V2>
1 R[U1]=2.29646@1.0 C=1,2

2 R[U1]=2.04872@1.0 C=1,3
3 R[U1]=2.08575@1.0 C=1,4
4 R[U1]=2.06225@1.0 C=1,5
5 R[U1]=2.04997@1.0 C=1,6
6 R[U1]=2.34478@1.0 C=1,7
7 R[U1]=1.46898@0.0 C=2,8
8 R[U1]=1.47210@0.0 C=2,10

9 R[U1]=0.74690@0.0 C=2,20

Listing 4.2.1: Excerpt of the stretches reference information in a SD le

Tags which specify reference information begin with the “MBC_REF” keyword. In the listing
above, one line represents a single stretch interactidmitgirespective unit (U1 = Angstroms in the
example) given in brackets. The actual value (= bond lengtfollowed by the “@” symbol and the
weight for this interactioh The weight is followed by the connectivity of the interactj which is
printed mainly due to technical reasons to ease interautitimthe Perl scripts, but also as a reference
for the user. In the example above, the atom with number Jeisréimsition metal whereas atoms 2—7
are the coordinating ligand atoms, bonded to atom 1.

Preparation of the reference data set has been mainly damenloly since extracting the data from the
CSD databad®®, checking for errors in the structure, removing the couatey, generating the SD
les needed for the parametrization and setting the weigbdsiires chemical intuition and can only
be automated in parts of the process. Future plans includsetthe experimental errors given in the
les from the CSD database and to derive an automatic weighgcheme for stretches, bends and
torsions from these values.

The actual setup of the parametrization with Perl scripssidegen implemented in a two step process.
In the rst step, the user calls a setup script, which initi@s the directory structure, scans the ref-
erence les and creates a control le. The user is then ablkedibthe control le and thus speci es
which parameters to optimize. The actual parametrizai@tarted with a second script and does not
need any user interaction.

2.1.1 The Parametrization Setup

The setup script accepts a single command line parametath vethe location of a setup command
le. The command le structure is given in Listing 4.2.2:

1 Inthe ligand eld parametrization, weights were set to owben one of the bonding partners of a stretch or the
central atom of a bend is a metal. This is due to the fact tleatigfand eld code only affects the positions of the
metal and its coordinating ligand atoms.
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sdfiles=/path/to/reference/sd/files
workdir=/path/to/working/directory
forcefield =/path/to/initial/force/field/files
multi=10

rms=0.0001

popt=simplex

weight=const

mc_steps=500

unscaled_history=0

calc=opt

chunks=1

jac_hess=0

If=1

debug=0

Listing 4.2.2: Command le structure for the parametrization setup script

The individual options are:

2 sd les points to the path where the reference SD les used duringpttrametrization will be
copied from.

2 workdir sets the working directory for the parametrization, whdlrdess generated during the
process are stored.

2 force eld points to a folder containing a Momec force eld which is thesed as a starting
point for the parametrization.

2 multi speci es the maximum number of parallel Momec instancesndpa single parametriza-
tion step (integer value).

2 rmsspeci es the convergence criterion for a Momec geometrjnaigation in Angstroms. The
RMS shift in Momec is the root mean square of all elements ofldembian matrix ( oating-
point value).

2 popt speci es, which parametrization algorithm to use during fharametrization (possible
values: “simplex”, “bfgs” or “frpr”, see Ch. 1 of this Part).

2 weightspeci es the weighting scheme (possible values: “const’&ccaling of weights with
Wstretches = Whends = Wiorsions =~ Wuv=v IS transitions or “uni” for no scaling).

2 mc_stepsactivates an initial Monte Carlo search with the given numifesteps prior to the
actual parametrization speci ed lpopt The parameter set yielding the lowest error is then
used as a starting point for the actual parametrizatioedetvalue).
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2 unscaled_historyhen set the parameters printed in the history le are ndesca he progress
of a parametrization including all parameter sets and thpea®tive error values is printed in a
history le in table form. Since parameters used during thegmetrization are scaled to a value
between 0 and 1 (which will be explained in detail below), thkies in the history le can be
printed unscaled for improved readability (boolean value)

2 calcsets the calculation mode for Momec during a parametriadpossible values: “opt” for
geometry optimization or “sp” for single point).

2 chunkssets the number of chunks used during a parametrizatioriineept of chunks will be
explained later) (integer value).

2 jac_hesswitches to the Jacobian/Hessian parametrization metemRt. VV Ch. 2) (boolean
value).

2 If turns on the ligand eld calculation for a parametrizatitmo@lean value).

2 debugturns on debug messages (boolean value).

Running the setup script creates a new directory, where akgsary executables of the Momec
program, needed library les, Perl scripts, the referenbe I8s and the force eld les are copied
to. After loading the initial force eld, the SD les are paed one at a time and all interactions
with a weight greater than zero are collected in a list. Bgtd weight greater than zero enables
the interaction and the corresponding parameters in tloe feld. A list of all possible force eld
parameters is written to the control le (see 4.2.3). In &iddi to the weighted interactions the setup
script also scans for missing parameters in the force eldimgle point calculation is performed on
every reference structure and if stretch or bend parametarsssary for a complete description of
the molecule are missing in the force eld, the parametegscatlected in a second list, which is then
written to the control le. Missing force constants are seatdefault value of 1.0 mdyn/Angstrom
for stretch interactions and 0.1 mdyn/rad for bend intésastand missing equilibrium values are set
to the average of all the values present in the referencesdata
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An example for the control le produced by the setup scripgiigen in Listing 4.2.3:

> <MOMEC_PARAMETRIZATION_VARIABLES>

chunkl STR CT CT k=5.000 ro=1.500
chunk?2 STR CT NT k=6.000 ro=1.490
chunk3 BEN CT CT H k=0.360 a0=1.909
chunk4 NBD CT r vdw=1.900 epsi=0.044 const

> </MOMEC_PARAMETRIZATION_VARIABLES>
> <MOMEC_FORCEFIELD_AUTO_CONSTANTS>
STR H ND k=1.000 r0=0.8011250
BEN OW CT OW k=0.100 a0=2.2613500
> </MOMEC_FORCEFIELD_AUTO_CONSTANTS>
> <MOMEC_PARAMETRIZATION_COMMANDS>
debug=0
multi=1
mc_steps=1
chunks=4
weight=const
popt=simplex
unscaled_history=1
calc=opt
[f=0
> </MOMEC_PARAMETRIZATION_COMMANDS>

Listing 4.2.3: Control le generated after the execution of the setup script

The control le consists of three sections, which are margthgs as in the SD le format, allowing
for an easy incorporation of the parametrization contmoicgtire in a combined SD le in the future.
The rst section contains all parameters which should benoiged during the parametrization. A
line consists of the chunk, in which the parameter should d@rpetrized, the interaction type
the corresponding atom types and the force eld parametdtswied by the starting values. If a
value is followed by “_const”, the parameter is xed and tlexgluded from the parametrization. A
chunked parametrization proceeds as follows: As force pelchmeters are independent of each other
to rstorder, each parameter can be parametrized indemelyds all other parametetsDividing the
parameter set into smaller chunks reduces the time needsxhterge to a force eld and increases
the overall performance of a parametrization. Also, only teference data for the parameters in
the chunk are included which may reduce the number of strestio calculate in each step, e.g. in
the example above only structures which have a CT-CT bond wilided to parametrize the CT-CT

2 STR for stretch, MSTR for Morse stretch, BEN for bend, TORtfsion, NBD for non-bonded, CHG for charge,
LF for ligand eld

3 This is true e.g. for stretch parameters, which affect dhffié: regions of a molecule. Coupled parameters, e.g.
non-bonded interactions, have to be parametrized at the sara.
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stretch interaction in chunk 1. Even if the resulting foredd of a chunked parametrization may not
be as good as the result of a full parametrization from a qjadire point of view, iterating multiple
times will improve the overall result and may still be fadtesin a complete parametrization over all
parameters (see Chapter 3 of this Part for detailed results).

The second section of the control le gives the list of migsparameters in the force eld and the
respective parameter values, which will be added autoalbtidout which will not be included in
the parametrization process. Completing a force eld in thay helps to generate meaningful struc-
tures and avoids convergence problems. Parameters adtted way have to be parametrized with
additional reference data afterwards to generate optialakg.

The third section repeats the settings given in the commaaa@nd is given mainly for reference.
Since the control le does not change during the paramdtamarocess, it can be archived together
with the actual parametrization results and all infornratiegarding the setup of the parametrization
is therefore kept in one place for review purposes.
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2.2 The Implementation of the Parametrization Algorithm
in C++

When the parametrization is set up, a second Perl scriptutheaript, starts the actual process. Af-
ter the additional force eld parameters (‘MOMEC_FORCEFIELAJTO_CONSTANTS” of the
control le) are written to the force eld les used during ¢hparametrization, the actual parametriza-
tion algorithm implemented in C++ is called. The code is basedn earlier implementation by
Martin[??’l, The general parametrization procedure is given in Figu2el4

Figure 4.2.1:General parametrization work ow

When the “mc_steps” option is given in the command le, aniaiiMonte Carlo parametrization
will be done before calling the actual algorithm. The Montel@aoutine returns the parameter set
with the minimum error value compared to the reference datad during the random search. This
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set is then used as a starting point for the subsequent paizatien. As the parameters are scaled,
each Monte Carlo step generates a random number between Of@nelath parameter. The scaling

of the parameters is done in order to ensure consistent ikepfer all parameters for the different

parametrization algorithms. The maximum value for eachip@&ter is chosen according to its nature,
e. g. the maximum value for an equilibrium bond length issdtAngstroms, which equals to a scaled
value of 1 in the parametrization.

After the Monte Carlo steps, the parametrization algoriterstarted (for references see Ch. 1 of
this Part). For each data point, the force eld is adjustetktect the parameters of the current step
and Momec is called to generate the new structures or piepdrom the reference data, either via
a geometry optimization or single point. The resulting eslare passed back to the parametrization
algorithm, the error function is evaluated for each intececand the total error calculated according
to Eq. 4.1.1 is used to generate the next step of the paraausin. For a single point, this pro-
cedure is straightforward and repeated until convergentteraspect to the parameters is achieved.
For a geometry optimization however, problems concerrtiegconvergence of the individual geom-
etry optimizations may arise. Since the parametrizatigorghm varies the parameters only with
respect to the minimization of the error function, non-pbgksparameters may occur and this may
lead to non-converging structures during the Momec gegnugitimizations. In order to make the
parametrization “aware” of this problem, several appreadiave been tested.

A rst approach was to add a penalty function, which adds aditamhal value for each uncon-
verged structure to the error function after calculating difference between reference and calcu-
lated structure. The aim was to make data points involvingpuwerged structures unfavorable for
the parametrization algorithm. However, adding a largeajigrvalue to the total RMS error “dis-
oriented” the algorithm and often resulted in non-conveggparametrizations. On the other hand,
adding small penalty values had almost no effect on the patrazation process.

A more successful approach was to add penalties to individteaactions. Lower and upper bound-
ary values for an interaction were de ned and if e.g. a stret@s found to be outside of these
boundaries after a geometry optimization, a penalty valae added to the total RMS value. The
penalty function used is given in Eq. 4.2.1 for the lower kaany case:

Pabs = JPcalc i Pmin ]
Prorm = Papsi 90 (4.2.1)

Xscale

Ppenaity = 1+ exp(i 1:0% Prorm )

The absolute valugs,,s were normalized to the lower end of the exponential funcéiba value of

i 5:0and the penalty function was scaled according to the pagmnygte byxscae (100 in the case of

a bond stretch). To include the force constant in this apgroan additional boundary condition for
the strain energy in one interaction was de ned, compar¢d@nergy calculated from the parameter

90



Part IV. Automatic Parametrization

set, and a penalty was added to the total RMSD value using tregieq 4.2.1. While this approach
helped to keep the individual interactions in a reasonaatarpeter range, the convergence problems
were only resolved to some extent.

Another approach to the problem was attempted by using thst*lgeometry of a non-converged
optimization. Since the geometry optimization in molecuteechanics minimizes the strain energy
of a given molecule, the “best” geometry in a non-convergatihtzation should be the one with the
lowest energy. This approach was tested and whenever a ggaspémization failed, the structure
with the lowest energy was returned to the parametrizatorimes in favor of the geometry of the
last step, after which the optimization was aborted. Howesiace the geometry optimizations were
always started from the crystal structure of the moleculectvalso represents the reference structure
for the parametrization, the lowest energy structure wamamy cases the structure after the rst
optimization step. While the structure is changed after dep, st is still very close to the crystal
structure and therefore, the value of the error functiomvs IThe overall parametrization therefore
favors non-converged structures, and this approach didote¢ the convergence problems.

The convergence problems were nally solved by modifying #ttual algorithm of the parametriza-
tion, which is described in detail using the example of timepéex algorithm.

Figure 4.2.2:Possible simplex operations for the modi ed version of the simplex algorithm, wéncids
convergence failures in Momec. The new pagird,, (depicted in red, no geometry convergence)
is shifted back along the vector towarnglgn until a converging poinpnew (green) is found.

The starting simplex polyhedron shown in Fig. 4.2.2 cossiéta pointpngn With the highest error
value, a pointp,, with the lowest error value and j 1 points in between. All of these points
represent parameter sets and all of these sets are assumeditce converging structures for the
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full reference data sét The re ection of pngn through the barycenter of the polyhedron generates
a new pointpnew, Where convergence of a Momec geometry optimization is natanteed. At this
point, the algorithm is modi ed as follows: the convergerafehe parameter sqt,e,, iS checked:

if all structures converge, the point is valid and the algpon continues in its regular fashion; if the
parameter set leads to unconverged structures, the skfsatd is shifted along the re ection vector
towardspnigh , at which the convergence is guaranteed. The calculatiorstarted at poin,,, and
convergence is checked again. This procedure is repeatiésin@tiucing the size of the shift towards
Phigh every time, until a point for which all structures convergefound. In the worst case, this
point is almost identical t@yg, , but the simplex continues with a different simplex openatand
still contains valid parameter values. The same proceda®implemented for the other simplex
operations, namely the re ection + expansion, the conimacand the mixing of a fraction g
into all other points. Figure 4.2.2 shows the modi ed sinxpbperations.

The BFGS algorithm can in principle be modi ed in a similar waiowever, since the calculation of
one point involves deriving the gradient for every parameézalculation of the gradient at a different
point drastically increases the computational efforttdad of a calculation of all structures for one
parameter set (simplex algorithm), the derivatives for Mapegeters would have to be calculated,
which involves N calculations for all structures. As theidatives are calculated numericadf§/], the
number of calculations is even higher. Therefore, the chéaokunconverged structures were only
implemented in the line search part of the BFGS algorithm|enthie calculation of the gradients was
not modi ed.

4 This can be ensured by a Monte Carlo parametrization pritire@ctual simplex parametrization. The Monte Carlo

results are also checked for unconverged structures ity step and the parameter set producing only converged
structures and giving the lowest error is passed to the sxrgdgorithm.
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3 Results and Discussion

The algorithms and the options to de ne the general procedidirthe automatic parametrization
evolved in the course of this thesis which allowed for anease in the complexity of the parametriza-
tion tasks. The initial parametrizations did not take aggatid eld effect into account, but simply
tested the parametrization algorithms on standard fortieparameters like a carbon-carbon stretch
interaction. The incremental parametrization approactadly mentioned in Ch. 2 of this Part was
tested and the proper functioning of the ligand eld code w@s rmed with a number of hypothetical
test structures. The procedure was tested on a single Xuastwe and UV/VIS data was included
as reference data for the parametrization. Finally, a tdigend eld reference data set was used in
the automatic parametrization and leave-one-out tests @aried out for veri cation of the obtained
force eld. Timings for the individual parametrizationseamot presented at this point, since run times
are highly dependent on the computer hardware and the wesbtbe code. Since both the hardware
and the code changed during the course of this project,ichgavtimings are not comparable to each
other and can not be seen as signi cant.

3.1 Parametrization without a Ligand Field Term

The parametrization algorithms were initially tested wateries of 17 transition metal compounds
coordinated by cyclam-based ligands (see appendix B for @&Pance codes, literature and struc-
tures}. The weights in these structures were set only for streteastions which involve the CT-CT
(sp® carbon-sp carbon) and CT-NT (Spcarbon-sp nitrogen) atom types, both of which are already
well de ned in the original Momec force elf®-5% (see Appendix C for details). However, the start-
ing parameters of the parametrization were also modi echftbeir optimal positions in order to test
the parametrization algorithm. The overall parametraratherefore included only four parameters,
since both stretch interactions were described by a haeymtential. Additional parameters were
added as constants to the force eld in order to increase teeatl accuracy of the parameter set
and avoid convergence problems (see Table 4.3.1). Theaeptars were not changed during the
parametrization process. Four parametrizations havedsgerd out with this reference data set. The
results are shown in Table 4.3.2.

1 Most of the parametrizations presented in this Chapter wene together with Markus Rossler during his research

internship.
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Table 4.3.1:Additions to the starting force eld for the parametrization of the set of 17siteom metal com-
plexes coordinated by cyclam-based ligands. All parameters showmpradded to the force
eld and not modi ed in the course of the parametrization.

interaction type atom 1 atom 2 atom 3 [nkdyn/(A or rad)] Io [(A or rad)]
stretch NT NT 1.000 1.169
stretch H ND 1.000 0.801
stretch CON oC 1.000 1.289
stretch NI2 ow 1.000 2.155
stretch CO2 CT 1.000 1.910
stretch CO2 ow 1.000 2.208
stretch CR3 ow 1.000 1.970
bend Co3 NT NT 0.100 2.173
bend NT NT NT 0.100 3.061
bend NT CR3 ocC 0.100 1571
bend oC CR3 oC 0.100 3.142
bend CON ocC CR3 0.100 2.298
bend CON ND H 0.100 2.068
bend ND CON oC 0.100 2.018
bend H ND H 0.100 2.078
bend ocC CON oCco 0.100 2.163
bend CT ow Cu2 0.100 2.239
bend ow CT ow 0.100 2.261
bend OR CT ow 0.100 2.011
bend NT NI2 ow 0.100 1.750
bend ow NI2 ow 0.100 2.331
bend H ow NI2 0.100 1.973
bend CT CO2 NT 0.100 1.615
bend NT CO2 ow 0.100 1.527
bend CT CO2 ow 0.100 3.106
bend CO2 CT ow 0.100 2.090
bend CO2 CT CT 0.100 2.166
bend CO2 ow H 0.100 2.210
bend ow CR3 ow 0.100 2.354
bend NT CR3 ow 0.100 1.767
bend CR3 ow H 0.100 2.015
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Table 4.3.2:Results of the automatic parametrization with the simplex or BFGS algorithm on & 4@t o
transition metal compounds coordinated by cyclam-based ligands. Startireg \far the initial
force eld are given in parentheses.

algorithm  k(CT-CT)imdyn/A]  1o(CT-CT)[A]  K(CT-NT) [mdyn/A]  ro(CT-CT)[A] RMSD

simolex 9.800 1.505 5.351 1.479 0.109
P (5.000) (1.500) (6.000) (1.490) (0.175)
BEGS 4.989 1.496 5.989 1.482 0.109
(5.000) (1.500) (6.000) (1.490)  (0.175)

simolox 2.825 1.495 1.670 1.461 0.109
P (1.000) (2.000) (2.000) (2.000)  (1.401)
BEGS 0.447 1.373 0.568 1.363 0.141
(1.000) (2.000) (2.000) (2.000)  (1.401)

The RMSD (see Ch. 1 of this Part) was calculated with the reéeremformation of 119 CT-CT
stretches and 150 CT-NT stretches with a relative weight 6f Bends and torsions which involve
the CT-CT and CT-NT motif were also included with a relative virtigf 5 and 1, respectively. How-
ever, since the parametrization did not include any degrereedom for the bends and torsions, the
effects on these interactions during the parametrizatiemanor and will not be discussed here.

As can be seen from Table 4.3.2, both simplex and BFGS algop#rform equally well when start-
ing from the already well de ned parameters of the Momec éoreld. The overall RMSD value
improves slightly and the,ivalues do not deviate much from the starting values. Howéherforce
constants derived by the automatic parametrization diffeen comparing the two algorithms. The
BFGS algorithm returns force constants which are near thigjmal values, whereas the simplex al-
gorithm returns force constants which differ notably frdmait starting values. Since the parametriza-
tion space is small and no reference energy criterion, wéiilgitts the value of the force constant was
included, both sets of parameters perform almost equally we

If the starting parameters are modi ed from the values ofdhiginal Momec force eld, the situation
changes notably. While the simplex algorithm still converge a set of parameters, which gives a
RMSD value in the same region as before, the BFGS algorithns givesult which is slightly worse.
This can be explained by the fact, that multiple minima eristthe parameter surface and since
the starting values are far from the minimum of the origirales, the BFGS converged to another
minimum. Prepending an additional Monte Carlo simulatiofofeethe actual BFGS parametrization
can increase the chance of nding a minimum, which is nearglibeal minimum of the parameter
surface from a qualitative point of view.

To compare the parametrized interactions with a refereata d graph showing the calculated values
vs. the reference values is plotted after every paramétizéy the automatic parametrization run
script. The graphs for the stretches in the cyclam parapagions are shown in Fig. 4.3.1.
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Figure 4.3.1:Comparison between nal geometries of an automatic parametrization amdnmeéegeometries
of a set of 17 transition metal complexes coordinated by cyclam-baseddigand

As the force constants for both the CT-CT and CT-NT stretches havigh value in the case of the
two parametrizations starting from the original force €lEigs. 4.3.1a and 4.3.1Db), the resulting
distribution of the calculated bond lengths is narrow. Btgrfrom the modi ed version of the force
eld converges the parametrization to a set of parametetis syhaller force constants (Figs. 4.3.1c
and 4.3.1d), which broadens the distribution and incretdsesxibility of the stretch interactions.
As stated above, including an energy criterion in the patamation may have had an effect on the
optimization of the force constant and may have produced@war distribution of the calculated

bond lengths.
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3.1.1 Incremental Parametrization

In order to test the concept of chunks, explained earlier inZ3#f this part, the same set of transition
metal complexes coordinated by cyclam-based ligands wes insa chunked parametrization. The
nal values of the parametrization variables are shown imparison to the results of a parametriza-
tion with all variables optimized at the same time in Tablg.3. Bend interactions which involve
CT and NT atom types have been included in this parametrizédiancrease the number of possible
chunks.

Table 4.3.3:Final values of the parametrization variables during the chunked paraatieiniof a set of 17
transition metal compounds coordinated by cyclam-based ligands (vatuesfparametrization
with all variables at the same time are given in parentheses).

chun interaction stom 1 atom 2 atom 3 k [mdyn/(A orrad)] g or o [(A or rad)]
type
1 stretch  CT CT 5.999 (5.118) 1.500 (1.502)
2 stretch  CT NT 4.631 (6.303) 1.476 (1.480)
3 bend cT cT H 0.360 (0.488) 1.909 (1.920)
4 bend H CT NT 0.360 (0.377) 1.909 (1.894)
5 bend cT cT NT 0.450 (0.466) 1.911 (1.891)
6 bend CT CT CT 0.450 (0.448) 1.911 (1.908)
7 bend CT NT CT 0.450 (0.462) 1.911 (1.893)
8 bend cT NT H 0.397 (0.428) 1.883 (1.880)

The constants automatically added to the force eld weratidal to the parametrization shown in
Section 3.1 of this Part. The original Momec force eld (sepp&ndix C) was used for all other
interactions in the molecule. The weights were again oniymdnteractions which involve the CT

and NT atom types and stretches were scaled by a factor ofoeb@s by a factor of 5 and torsions
by a factor of 1.

As can be seen from Table 4.3.3, the nal values from both pateazations are within the same
region, which proves that the force eld interactions arddpendent from each other and therefore
can be parametrized individually in this case.

The overall accuracy of the resulting force elds is showifrigure 4.3.2.
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Figure 4.3.2:Comparison between nal geometries of chunked and complete parametnizafi@a set of 17
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As can be seen from the plots, the resulting geometries fiaimarametrizations are practically the
same. Since both parametrizations start from the originaiglc force eld, where all interactions
involved in the parametrization already have highly optied parameters, this test can certainly not
be seen as proof that this method will always lead to acceptabults. However, taking this result
as a proof of concept justi es the implementation of this lhoek. Parametrizing variables, which are
highly sensitive to changes and easily lead to convergailteds can be effectively treated with this
method. The advantage of the chunked parametrizationriidsei automatic process, since the user
has to specify the course of the parametrization only onpesgd to optimizing one parametrization
after the other by hand.

3.2 Ligand Field Model Structure Parametrization

In order to test the functionality of the ligand eld code inparametrization, a set of highly sym-
metric model structures was used as reference data. Thsttestures consist of a Cutransition
metal center (atom type CU2) coordinated to six nitrogennlitga(atom type NT) in an octahedral
coordination geometry. One of the three NT-CU2-NT axes iagdted (CU2-NT distance: 2.5 A)
whereas the other two axes are left at a shorter value (CU2idtante: 2.0 A) in order to mimic a
tetragonal distortion.

During the test parametrization the following parameti@avariables were used (the nal values
after the parametrization are tabulated), Table 4.3.4:

Table 4.3.4:Parametrization variables with nal values for the test parametrization of U2 I8T ligand eld
interaction of a highly symmetrical Guransition metal complex surrounded by six nitrogen lig-

ands.
interaction type atom 1 atom 2 ®[1/A] D [kJ/mol] ro[A]
Morse stretch Cu2 NT 0.544 561.228 2.115
interaction type atom 1 Fvaw [A] 2
non-bonded Cu2 0.023 0.001
non-bonded NT 2.221 0.079
interaction type atom 1 atom 2 4 A4 3 [cm A9 36 [cm1Af)
ligand eld e, Cu2 NT 97754 108302 98562
ligand eld ey Cu2 NT 27997 10736 24972

99



Part IV. Automatic Parametrization

The parametrization used the simplex algorithm and weiglet® set for the six CU2-NT stretches
and the NT-CU2-NT bend interactions. The weights were sdaledvalue of 110 for the stretches
and 5 for the bends during the parametrization. The paramefdourth, fth and sixth order for
the ¥interaction and d-s-mixing of the original implementatiof the ligand eld potential were
used (see Eqg. 3.3.7) together with an additional Morse piateior the CU2-NT bond. Although
the original ligand eld potential allows for a total of savevariables per AOM parameter, only
three variables were chosen at this point, because of aatieaily suggested /> dependence for
octahedral complex&§8189 (see also Ch. 2 of this part).

Table 4.3.5 shows the comparison of the reference and etdclgeometries:

Table 4.3.5:Comparison between reference geometry and calculated geometry whidts feom the nal
force eld of the automatic parametrization shown in Table 4.3.4.

interaction type atom 1 atom 2 atom 3 ref M or rad] Nearc [A or rad]
stretch (short) Cuz NT 2.000 2.000
stretch (long) Cuz NT 2.500 2.499
bend (90) NT Cuz NT 1.571 1.571
bend (1860) NT Cuz NT 3.142 3.142

The structure is a perfect match to the reference strucioethis model compound, the automatic
parametrization found a set of parameters which can modeditorted geometry.

The test was extended to a set of three structures with Klidifferent geometries. The long CU2-NT

bond in the two additional structures was elongated or ehed, respectively, by 0.02 A, so that the
parametrization should be able to nd a minimum which moddlghree structures with a median

value of 2.50 A for the long CU2-NT bond. Table 4.3.6 shows #multing parametrization values

and Table 4.3.7 the corresponding geometries.
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Table 4.3.6:Parametrization variables with nal values for the test parametrization of U2 8T ligand eld
interaction of three highly symmetrical €transition metal complexes surrounded by six nitrogen

ligands.
interaction type atom 1 atom 2 ®[1/A] D [kJ/mol] ro[A]
Morse stretch Cu2 NT 0.537 566.599 2.166
interaction type atom 1 Fvaw [A] 2
non-bonded Cu2 0.003 0.001
non-bonded NT 2.228 0.064
interaction type atom 1 atom 2 4 BmMtAY a5 [cm1A] 36 [cm1A]
ligand eld e, Cu2 NT 97714 105385 96677
ligand eld ey Cu2 NT 31538 29653 12923

Table 4.3.7:Comparison between reference geometry and calculated geometry whidts fieom the nal
force eld of the automatic parametrization shown in Table 4.3.6. Only stretchaictiens are
shown, as the bend interactions were reproduced with exactly the sares aalin the reference
structure (see also Table 4.3.5).

interaction type atom 1 atom 2 ref[A or rad] Nealc [A or rad]
stretch (short) moll Cu2 NT 2.000 2.000
stretch (long) moll Cuz NT 2.500 2.500
stretch (short) mol2 Cu2 NT 2.000 2.000
stretch (long) mol2 Ccu2 NT 2.520 2.500
stretch (short) mol3 Cuz NT 2.000 2.000
stretch (long) mol3 Cu2 NT 2.480 2.500

As can be seen from Table 4.3.7, the automatic parametiratjain yielded a force eld which
reproduces the tetragonal distortion in this set of modehmaunds with a combined effect of a
Morse stretch function and a ligand eld interaction. We @aaken this result as a proof of concept
that an automatic parametrization of the ligand eld int#ian is feasible.
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3.3 Ligand Field Single Molecule Parametrization

The insights on the parametrization gained during the exyagrts described in the preceding sec-
tions were used to parametrize a force eld based on a “real” @ystal structure. The molecule
[Cu([9]aneN),]?* ??8] (refcode DUSJACO1, see Appendix B Fig. 6.3.2h) shows a JatierTdis-
torted geometry with one long axis (CU2-NT distances: 2.286 2.345 A) and two short axes
(CU2-NT distances: 2.049 and 2.062 Aand 2.086 and 2.050 Aentisely) and therefore has the
same general coordination geometry as the model struatsessin the preceding section.

In the rst parametrization done with the geometry of thisletule as reference data, the same
parametrization conditions as described in the precedintios, namely the original implementation
of the ligand eld potential with parameters fey,andeys of fourth, fth and sixth order, an additional
Morse stretch and the non-bonded interactions as paraakdn variables, were used. The weights
were also scaled with a factor of 110 for the stretches and Sh&obends and were only set of the
CU2-NT bonds and NT-CU2-NT bend interactions. Table 4.3.8vsitbe nal force eld parameters
when a simplex algorithm is used during the parametrization

Table 4.3.8:Parametrization variables with nal values for the test parametrization of W2 KT ligand eld
interaction of the DUSJACO1 reference structure (see Appendix B BRIE).

interaction type atom 1 atom 2 ®[1/A] D [kd/mol] ro[Al
Morse stretch Cu2 NT 0.695 557.265 2.205
interaction type atom 1 Fvaw [A] 2
non-bonded Cu2 1.120 0.032
non-bonded NT 2.086 0.041
interaction type atom 1 atom 2 2 Bm1AY 3 [cm A9 36 [cm1Af)
ligand eld ey, Cu2 NT 81587 113187 97858
ligand eld eys Cuz2 NT 82711 31748 40148

Comparing the nal parameters to the ones obtained duringpémametrization of the model struc-
tures, the overall range is quite similar. The resultingrgetry produced by the force eld is com-
pared to the reference geometry in Figure 4.3.3.
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Figure 4.3.3:Calculated vs. reference data plots for the parametrization of DUSJA@QXhe original im-
plementation of the ligand eld potential.

As can be seen from the gures, the overall agreement withiéference structure is good and both
short and long bonds are reproduced by the calculationnwabceptable error.

As the parametrization only involved the ligand eld parders of fourth, fth and sixth order,
the parametrization was repeated and parameiets a; were allowed to vary for the automatic
parametrizer in order to enhance the exibility of the ligarld potential. The parametrization re-
sults and the comparison of the structural data to the neéergeometry are shown in Table 4.3.9 and
Figure 4.3.4, respectively.
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Table 4.3.9:Parametrization variables with nal values for the test parametrization of U2 I8T ligand eld
interaction of the DUSJACOL1 reference structure (see Appendix B F&2t%). The ligand eld
potential is expanded to include parameterss.

interaction type atom 1 atom 2 ®[1/A] D [kJ/mol] ro[A]
Morse stretch Ccu2 NT 1.556 589.389 2.187
interaction type atom 1 Fvaw [A] 2
non-bonded Cu2 0.049 0.000
non-bonded NT 2.040 0.066
interaction type atom 1 atom 2 > Em1A?] ag [cm1A3)] ay [cm1A4]
ligand eld e, Ccuz2 NT 91540 100641 100765
ligand eld ey Cu2 NT 21896 18996 20670
interaction type atom 1 atom 2 5 Em A9 36 [cm1Af)
ligand eld ey, Cu2 NT 105382 93251
ligand eld egs Cuz2 NT 28659 27858
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Figure 4.3.4:Calculated vs. reference data plots for the parametrization of DUSJA@BXhe original im-
plementation of the ligand eld potential with parametrization varialalgss.

Figure 4.3.4 shows that increasing the exibility of thedigd eld potential does not have a positive
effect on the overall accuracy of the parametrization. &, filne optimized structure calculated by the
force eld does not reproduce the crystal structure and dseilt is worse compared to the restricted
version of the ligand eld. Instead of an elongated geomely complex is modeled as a compressed
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octahedral structure, showing four long and two short boriigpanding the exibility leads to an
over-parametrization of the problem and the two potentiadand eld and Morse stretch, are no
longer balanced in the resulting force eld. This is a gehprablem of the form of the potential, as
already discussed in Ch. 2 of this part.

In order to make the ligand eld parametrization more robtis¢ original form of the potential was
substituted by a Morse and “Gauss-like” descriptions (see Zfor details). As these potentials
already have a minimum at an equilibrium bond length, thatexhdl Morse stretch describing the
classical steric interaction between the metal and thentiga no longer needed and the total en-
ergy (steric + LFSE) can be described with just one potenliak parametrization described in the
following paragraph therefore only included the liganddelariables in the parametrization and an
additional Morse stretch was only added after the ligand whs already parametrized to verify, that
all effects have been accurately described with the ligaeid potential.

The parameters and resulting geometry information of theskl¢see Eq. 3.3.8) parametrization of
the molecule are shown in Table 4.3.10 and Figure 4.3.5. @henpetrization used the Monte Carlo
routines to nd a suitable set of starting parametdos the ligand eld terms (500 steps each). The
weights were again set for CU2-NT stretches and NT-CU2-NT &eamdl were not scaled in this
parametrization, therefore having the value of one in aksa

Table 4.3.10:Parametrization variables with nal values for the test parametrization of th2-KT ligand
eld interaction of the DUSJACO1 reference structure (see AppendiigB®-3.2h) with a Morse
ligand eld approach.

interaction type atom 1 atom 2 ®[1/A] D [em? ro [A]

1) ligand eld ey, Cu2 NT 13.368 6501 2.060
(Morse description)

2) ligand eld ey Ccuz NT 8.032 12902 2.314
(Morse description)

interaction type atom 1 atom 2 ®[1/A] D [kJd/mol] ro [A]

3) Morse stretch Ccu2 NT 1.078 76.543 2.446

2 As the implementation of the Morse potential changed thetfanal form of the ligand eld, the choice of starting

parameters was dif cult and therefore, the Monte Carloireg were used in order to generate converging structures
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Figure 4.3.5: Calculated vs. reference data plots for the parametrization of DUSJA@A1he Morse imple-
mentation of the ligand eld potential.

As can be seen from Fig. 4.3.5, the accuracy of the pararagtiizis as good as with the original
implementation of the ligand eld potential when only paraters of fourth, fth and sixth power
(see Fig. 4.3.3) are used. The parametrization has beenmtmee steps, parametrizing only teg
interaction rst, adding areys term in the second step and adding an additional Morse Bttetm in
the third step. The RMSD values obtained after these indaligarametrizations are 0.026 aftsy;
0.022 aftereys and 0.022 after the additional Morse stretch. The overaliexy is therefore already
good with a single Morse description of the ligand edginteraction and does not improve much by
adding terms foeys and the classical Morse stretch.

The same parametrization has been done with the “Gausshiif@ementation of the ligand eld.
Parametrization variables and resulting geometry inféionaare shown in Table 4.3.11 and Figure
4.3.6:
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Table 4.3.11:Parametrization variables with nal values for the test parametrization of tHe T ligand eld
interaction of the DUSJACO1 reference structure (see Appendix B F&21§ with a “Gauss-
like” ligand eld approach.

interaction type atom 1 atom 2 B ] a2 P (o

1) ligand eld ey, Ccuz2 NT 5923 1.092 1.967 2.154
(“Gauss-like” description)

2) ligand eld eys Ccu2 NT 3633 4.524 2.080 2.893
(“Gauss-like” description)

interaction type atom 1 atom 2 ®[1/A] D [kJ/mol] ro [A]

3) Morse stretch Cu2 NT 0.297 34.815 2.162

@ Please note, that no unit is given for paramegerisandc, as the “Gauss-like” potential (Eq. 3.3.9) does
not allow an easy deduction of the units of the individual parameters. A8QMé parameters represent
an energypD is assumed to have the ugini 1 whereas the remaining variables includingre treated as

unitless.
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Figure 4.3.6: Calculated vs. reference data plots for the parametrization of DUSJA@R1he “Gauss-like”
implementation of the ligand eld potential.

As with the Morse description of the ligand eld potentiahet reference structure is reproduced
within acceptable error. The “Gauss-like” descriptionlgoaa bit more exible, as the short bonds do
not all have the same bond length (see Fig. 4.3.5), but thd diffarences in bond length are also
reproduced with the “Gauss-like” form of the potential. Agahe parametrization involved a three
step procedure with a preceding Monte Carlo simulation feritand eld parameters. The RMSD
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values found after each individual step were 0.0285 afteprametrization oé, 0.026 aftereys
and 0.026 after the additional Morse stretch.

Parametrization of a single reference molecule with aét¢hatescriptions of the ligand eld potential
implemented so far show that the original implementatiorD@geth et al. can only give accurate
results if both ligand eld potential and an additional Merstretch are precisely balanced. As soon
as this balance is no longer given or the system has too mayrgeteof freedom, the description of
the distorted coordination geometry breaks down. On thé&raon the ligand eld description with a
Morse or a “Gauss-like” potential has the advantage of a e minimum on the parameter surface,
which makes automatic parametrization easier and doesewut an additional term for balance.
This is a signi cant advantage during the automatic paraizegion procedure and therefore, these
approaches have been used during the parametrizationgef teference data sets shown below.

3.3.1 Ligand Field Single Molecule Parametrization with UV/VIS Data

As discussed in greater detail in Ch. 2 of Pt. Ill, the eigamealof the symmetricd £ 5 ligand
eld matrix correspond to the d-orbital energy levels. Whaleoutine, which derives the point group
of the molecule and the corresponding splitting of the dtalb into terms is still missing in the
current implementation of the ligand eld code, the sptigin a simple Cli case is analogous to the
levels of the d-orbitals and thus, the energies can be cadparexperimental ndings. Therefore, a
parametrization with geometry and UV/VIS reference data single transition metal complex has
been done.

The molecule [Cu(dien)?*??°! (refcode ETACUB, see Appendix B Fig. 6.3.2i) shows a Jahrefell
distorted geometry and four transitions to the singly ogedipl,:; ,» orbital?*% (see Table 4.3.13).
The parametrization was carried out with the original impdatation of the ligand eld potential with
variablesay, ¢ for the ey, andeys parameters, an additional Morse stretch term and the nodibg
parameters for CU2 and NT. In addition to the weights set ferstinetches and bends which involve
the transition metal atom, weights were also set for the US/MVansitions. The weights were scaled
internally to a ratio of 115 (stretches) to 5 (bends) td {Bansitions) during the parametrization to
account for the different scales of the data.

Tables 4.3.12 and 4.3.13 and Figure 4.3.7 show the resutte gfarametrization.
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Table 4.3.12:Parametrization variables with nal values for the test parametrization of tHe T ligand eld
interaction of the ETACUB reference structure (see Appendix B Fig. §.®igh the original
implementation of the ligand eld term and geometry plus UV/VIS &4 for reference.

interaction type atom 1 atom 2 ®[1/A] D [kJ/mol] ro[A]
Morse stretch Cu2 NT 0.572 548.586 2.027
interaction type atom 1 Fvaw [A] 2
non-bonded Cu2 1.125 0.062
non-bonded NT 2.215 0.063
interaction type atom 1 atom 2 4 BmMtAY a5 [cm1A] 36 [cm1A]
ligand eld e, Cuz2 NT 29289 76228 88560
ligand eld eys Ccu2 NT 100264 44297 45717
180 | ‘ ‘ ‘ ‘
251 RMSD: 0.047 A ] RMSD: 3.939° +
<24 N + =160
‘_E 231 §140
g22] g
3 3120
a1l 4 5
2 4 100 | 4
‘ CU2NT  + ‘ _ NT-CU2:NT = +
2 21 22 23 24 25 100 120 140 160 180
Reference values [A] Reference values [°]
(a) Stretch interactions (b) Bend interactions
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RMSD: 2459.531 cift
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ésoooo -
g
gzoooo -
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(c) UVIVIS transitions

Figure 4.3.7:Calculated vs. reference data plots for the parametrization of ETACUB wétbrilyinal imple-
mentation of the ligand eld potential with geometry and UV/VIS as referenda.da
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Table 4.3.13:Comparison between reference and calculated bond lengths and UVAfiSitions for the
parametrization of ETACUB.

bond Fef [A] lcalc [A] from to Net [cm™?] Nealc [cM™]
Cu-N1 2.350 2.380 d,e Oz, y2 8800 7763
Cu-N2 2.040 2.131 Oy ez, y2 9900 13977
Cu-N3 2.459 2.407 Ay, Oz, y2 15400 14121
Cu—N4 2.131 2.101 dy, ez, y2 15900 13694
Cu-N5 2.027 2.005
Cu-N6 2.065 2.051

While the Morse stretch and non-bonded parameters do nogehanch when including UV/VIS
data compared to previous parametrizations (see Tab®)4t8e ligand eld parameters show a large
variation. The overall accuracy concerning the geometiydsse compared to the parametrization
of DUSJACO1 (Fig. 4.3.3), but both calculated geometry and\WJS transitions show a de nite
trend towards the reference data. Subsequent tests wggr leeference data sets including UV/VIS
data not shown here did not give acceptable results comzetine modelling of the geometry and the
calculation of the d-d-transitions. To model both promestof the molecule accurately at the same
time, the form of the ligand eld potential would have to beexded and/or, two sets of parameters
would be needed, one describing the geometry and one mgdaenUV/VIS transitions. Both sets
should be independent from each other, i. e. the paramdtérdbe geometry should not in uence
the calculation of the d-d-transitions and vice versa. this be achieved when different force elds
are used for the geometry optimization and a subsequeriegot to calculate the d-d-transitions.
Further attempts to correctly predict the d-orbital tréioss, also including systems with different
transition metals than CGuwill be carried out in the future.

3.4 Ligand Field Parametrization of Multiple Molecules

The set of Cli complexes used by Deeth et al. in the rst LFMM publicatidnwas used as a larger
training set for the automatic parametrization. The sdtuphes 13 tetra-, penta- and hexacoordinate
complexes, where the &uransition metal ion is coordinated by aliphatic nitrogemdr ligands (for
detailed structures see Appendix B). As a tetragonal distodf the molecule is only seen in the
penta- and hexacoordinate cases of the training set, tlang#nization is a good test case for the
automatic algorithms, since both distorted and non-distbgeometries have to be reproduced by a
single set of ligand eld parameters.

The initial parametrization was carried out with the oraimplementation of the ligand eld poten-
tial. However, even with 1000 Monte Carlo steps and a subsegguaplex optimization, a suitable set
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of parameters describing all 13 structures with acceptatteracy could not be found. The RMSD
values of the original publication by Deéthare therefore used as a reference for the original form
of the ligand eld potential. Deeth used a linear approximatfor the %interaction of the ligand
eld. The structures were optimized to an RMSD of 0.071 A faz thond stretches and 3.04br the
valence angles. The results of our own parametrizationstwinvolve the Morse and “Gauss-like”
description of the ligand eld potential are shown in thisc8en.

Table 4.3.14 shows the nal force eld parameters of the pag&ization with a Morse description
of the ligand eld potential and Figure 4.3.8 shows the cep@nding plots for the CU2-NT stretches
and NT-CU2-NT bends.

Table 4.3.14:Parametrization variables with nal values for the test parametrization of th2-KT ligand
eld interaction of a set of 13 reference structures (see Appendix B.F¢B.2a to 6.3.2m) with
a Morse ligand eld approach.

interaction type atom 1 atom 2 ®[1/A] D [em?] ro [A]
1) ligand eld ey, cu2 NT 7.796 8413 2.037
(Morse description)
2) ligand eld eys cu2 NT 7.072 38909 3.845
(Morse description)
interaction type atom 1 atom 2 ®[1/A] D [kd/mol] ro [A]
3) Morse stretch Cu2 NT 0.023 5.177 2.450
T T T T T T T 180 [ T T T T ++ T
26 RMSD: 0.060 A + 1 RMSD: 5.494 ° L
+ .+ +
Z25¢ + - =160 | L
=< ” n 4
g2at T 1 3
g S140 f i
8 2 3 I N 8
3 3
8 2.2 + , 3120 L ]
< [
Co1t i ° /
+ 100 #+3#L 7 1
2+ + E + +t ++
19 . . (CU2-NT = + Tt . NT-CU2-NT ~ +
19 2 21 22 23 24 25 26 100 120 140 160 180
Reference values [A] Reference values [°]
(a) Stretch interactions (b) Bend interactions

Figure 4.3.8: Calculated vs. reference data plots for the parametrization of a set efet@mce structures with
a CU2-NT ligand eld interaction described by a Morse potential.
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As can be seen in the plots, the overall agreement of thelagdcustructure with experimental nd-
ings is acceptable. The trend of the Morse potential giving set of short bonds and a number of
different long bonds, which was already shown during thewdision of the parametrization of a sin-
gle molecule (see Fig. 4.3.5), is con rmed in the paramatian of the larger set. Describing the
ligand eld interaction with a Morse potential does not Igadthe needed exibility near the equi-
librium bond length and therefore, all short bonds are desdrwith a single calculated bond length.
With larger bond lengths the stiffness of the potential dases and allows for an increased exibility
in the calculated bond lengths.

Table 4.3.15 shows the nal values of the parametrizatiotinwthe same set of compounds and the
“Gauss-like” description of the ligand eld potential. Tlsemparison between calculated and refer-
ence data is given in Fig. 4.3.9.

Table 4.3.15:Parametrization variables with nal values for the test parametrization of th2-T ligand
eld interaction of a set of 13 reference structures (see Appendix B.F¢E.2a to 6.3.2m) with
a “Gauss-like” ligand eld approach.

interaction type atom 1 atom 2 P ] a b c
1) ligand eld ey, Cuz2 NT 35308 8.975 1.568 2.692
(“Gauss-like” description)
2) ligand eld eys Ccu2 NT -5231 9.276 1.520 0.245
(“Gauss-like” description)
interaction type atom 1 atom 2 ®[1/A] D [kJ/mol] ro [A]
3) Morse stretch Cu2 NT 0.887 23.696 1.971
180 f
251 RMSD: 0.038 A 1 RMSD: 2.475°
i +/+
€2.4 - 5160
(%] [}
S23f £ 4+ E
g >140
o + + o
£ 22 L+ g P
3 gy 3120 N
8 21 + + @) +
¢+ T+
2 100 | +
+ + "
19 b | | ~ CU2NT  + | | ~ NT-CU2-NT  +
19 2 21 22 23 24 25 100 120 140 160 180
Reference values [A] Reference values [°]
(a) Stretch interactions (b) Bend interactions

Figure 4.3.9: Calculated vs. reference data plots for the parametrization of a set efel@mce structures with
a CU2-NT ligand eld interaction described by a “Gauss-like” potential.

112



Part IV. Automatic Parametrization

As the gures show, the “Gauss-like” description of the lgh eld potential increases the overall
accuracy compared to the experimental structures. Botkcke&® and bends are described more
accurately and the increased exibility of the “Gauss-Tiketential can clearly be seen in Fig. 4.3.9a.
Compared to the results of the parametrization which ino&/&lorse description of the ligand eld
(see Fig. 4.3.8a), the shorter bonds are no longer desdoypedsingle calculated bond length, but
the distribution is broader and more accurate comparedergrental ndings. Also, the overall
convergence rate of the potential is faster and fewer Mont®Geeps are needed to nd a suitable
set of parameters.

With the force eld given in Table 4.3.15, a series of leaveeeout tests was carried out. Although the
parametrization data set is diverse and small, we presesettests as a proof of concept for future
parametrizations which involve ligand eld interactions.

Before carrying out the actual leave-one-out tests, theefald was once again relaxed. Starting
from the parameters given in Table 4.3.15, all variablesevireeluded in a simplex parametrizations
at the same time. The parametrization converged to a slitpetiter force eld, which will not be
shown here in detail. This force eld was then used as a s@gbint for the leave-one-out tests.

Table 4.3.16 shows the results of the tests.

Table 4.3.16:RMSD values of stretches and bends of the individual leave-one-auhtdscules of a set of 13
Cu' transition metal complexes. RMSD values of the full force eld are givendreptheses.

Compound left out RMSQetches[A] ¢ RMSDstretches[A] RMSDbends[i] ¢ RMSDbends[i]

CEDHAU 0.032 (0.032) 0.000 1.750 (1.734) 0.016
CEFBEU 0.060 (0.042) 0.018 0.905 (0.566) 0.339
CHXCUA 0.037 (0.037) 0.000 0.617 (0.624) -0.007
CMENOX 0.023 (0.026) -0.003 0.274 (0.226) 0.048
CUENCL 0.051 (0.045) 0.006 2.862 (2.924) -0.062
DAPRCU 0.018 (0.018) -0.000 0.142 (0.149) -0.007
DMEDCU 0.020 (0.030) -0.010 6.434 (0.510)  5.924
DUSJACO1 0.174 (0.049) 0.125 3.840 (3.141) 0.699
ETACUB 0.025 (0.024) 0.001 1.969 (1.957) 0.012
ETEACU 0.030 (0.030) 0.000 1.027 (1.015) 0.012
JIBZUP 0.036 (0.035) 0.001 3.811 (3.819) -0.008
LATSII 0.040 (0.038) 0.002 1.907 (1.905) 0.002
TENCUB 0.030 (0.035) -0.005 4.824 (4.185) 0.639

The table shows the RMSD values of stretches and bends, teghewmf a single molecule each,
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which was not included in the parametrization. Given in ptreses are the RMSD values of the
same molecule from the complete force eld, where all moleswvere used as reference data. With
two exceptions, leaving one molecule out of the trainingdsets not lead to drastic effects on the
RMSD value and therefore, the robustness and consistendyeatksulting force eld is retained.
The two exceptions, DMEDCU and DUSJACO1, have been examinddtail. Looking at the ge-
ometry optimized structure of DMEDCU after the parametra@atvithout the X-ray structure of the
molecule shows a distortion of the ve-membered ring inwoafythe CU2-NT-CT-CT-NT moiety (see
Fig. 6.3.2h). The ring is no longer planar in the calculatiedcsure and therefore, the angles around
the CU' transition metal center are distorted, which explains &éingd deviation compared to the full
force eld. The other exception, DUSJACO1 (see Fig. 6.3.28presents a highly symmetric com-
plex. Looking at the individual bond lengths of the geomefpyimized molecule shows a tetragonal
elongation, but the axes are perturbed compared to thet istide full force eld. In the crystal
structure, the long axis is along the N2-Cu-N7 bond where#isaitalculated structure the long axis
is found along the N4-Cu-N6 bond. If the axes are reordereddizimthe crystal structure, a RMSD
value of 0.054 is obtained, which gives a change in RMSD coatptr the full force eld of 0.005.
This value is in line with the remaining values. Omitting gteucture of DUSJACO1 seems to remove
the information of the position of the elongated axis andedfare, the geometry optimized structure
does no longer retain the order of the axes.

Summarizing the results of the parametrization of the lih&td potential, the “Gauss-like” descrip-
tion represents the best approach for an automatic paraatein of the interaction we have found so
far. The Morse potential gives similar results, but is leggible concerning especially the modeling
of the short bonds in a complex. The original implementatibtine ligand eld potential gives rise to
convergence problems, since it always has to be correctinbed with an additional Morse poten-
tial. Also, it does not show a de ned minimum on the paramsteface. Two potentials working in
different directions at the same time represent a dif cutiijgem for the parametrization algorithms.
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1 Parametrizations based on
DFT-Optimized Structures

The parametrizations shown in the preceding Part of thisishee all based on X-ray structure ref-
erence data. Therefore, the resulting force eld will yielotimized structures which are comparable
to X-ray geometries. However, as the aim of this project wadéntify a method which can predict
exchange coupling constants between transition metaéreint a fast and reliable way, an X-ray
structure geometry may not be the desired starting streiciys already discussed in detail in Pt. 1l
Ch. 4, the X-ray structure of a molecule is not necessarilynaingmum on the PES of a DFT method.
Therefore, from the point of view of a theoretical chemilsg exchange coupling constant should be
calculated from the DFT-optimized structtire

In order to transfer this approach to the MM-optimizatiomuflecules, the force eld parametrization

can be based on DFT- optimized structures. The paramerizatocess thus involves an additional
step, namely the geometry optimization of the structuréb@feference data set by DFT, prior to the
actual force eld parametrization. As the exchange couptionstants are calculated by B3LYP and
a combination of TZVP and 6-31G* basis, the geometry opttian should also be based on this
combination of method and basis set to assure the compiatifithe PES of the two calculations.

First tests towards a DFT-based force eld were carried dith & set of Cli transition metal com-
plexeg. The structures were optimized with the B3LYP functionalethgr with the SVP or TZVP
basis sets. However, with a set of 33 different @amplexes, neither of the functional/basis set com-
binations gave acceptable results. While some of the cdilontadid not lead to a minimum structure,
others showed large discrepancies to the X-ray structdentifying a method which yields consis-
tent results for a large set of different transition metahptexes, was not possible in the course of
this work.

However, as a proof of concept, a set of thred Guuctures geometry optimized with B3LYP/SVP
has been identi ed and used in a ligand eld parametrizatibhe molecules CUENCL, DUSJACO1
and ETACUB (see Appendix B, Figs. 6.3.2e, 6.3.2h and 6.3.2ghaiw a tetragonally distorted €u
center surrounded by six aliphatic nitrogen donors and baeady been used in the parametrization

1 The X-ray structure however contains the distortions imdiby crystal lattices, which are not reproduced by the

DFT geometry optimization. It is therefore a matter of emstimation to decide whether the X-ray structure or the
DFT-optimized structure should be used for the calculabibexchange coupling constants.
The DFT optimizations were done together with Mariam Vesahduring her research internship.
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based on X-ray structures in Pt. IV Ch. 3. The force eld partreafter the parametrization are
shown in Table 5.1.1.

Table 5.1.1:Parametrization variables with nal values for the parametrization of the QU2igand eld in-
teraction of a set of three DFT-optimized reference structures (CUERCISIACO1, ETACUB,
see Appendix B Figs. 6.3.2e, 6.3.2h and 6.3.2i) with a “Gauss-like” ligandagjgroach.

interaction type atom 1 atom 2 P a b c

ligand eld e, Cuz NT 2658 4.651 2.182 1.684
(“Gauss-like” description)

The resulting force eld was then used to optimize the geoynet the complex JIBZUP (see Ap-
pendix B, Fig. 6.3.2k), which has a €genter coordinated by ve aliphatic nitrogen donors with a
tetragonal distortion. The geometry was also optimized BY @nd both structures are shown in Fig.
5.1.1in an overlay plot:

Figure 5.1.1:Overlay of DFT optimized (blue) and MM optimized (orange) structures BZUWP (see Ap-
pendix B, Fig. 6.3.2k for details). Hydrogen atoms are omitted for clarity.

The copper-nitrogen bond lengths for the X-ray structureT@ptimized structure, MM-optimized
structure with ligand eld and MM-optimized structure wiht the ligand eld are given in Table
5.1.2:

Table 5.1.2:Copper-nitrogen bond lengths of JIBZUP (see Appendix B, Fig. 6.22#dtails) calculated with
DFT or MM optimizations in comparison to the X-ray structure.

structure Eun [A] r cunz [A] I cu-nz [A] r cu-na [A] I cu-ns [A]

X-ray 2.060 2.080 2.251 2.025 2.027
DFT-optimized 2.144 2.147 2.269 2.113 2.102
MM-optimized (LF) 2.137 2.142 2.356 2.137 2.131
MM-optimized (no LF) 2.164 2.205 2.202 2.271 2.016
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As can be seen from the table, the DFT-optimized structupevstan elongation in the short N
bond lengths whereas the long'GN bond has virtually the same length in both structures. The
MM-optimized structure including the ligand eld term (sd@able 5.1.1) accurately resembles the
DFT-optimized structure. Turning off the ligand eld terma@optimizing the structure only with the
terms of the original force eld, but no explicit CteN stretch term, yields a structure which does not
resemble the DFT-optimized structure. The ligand eld teh@refore has an important effect for the
correct description of the molecule in this particular caGesen the right parametrization based on
DFT-optimized structures, a MM geometry optimization #fere can be used to accurately predict
DFT geometries with small computational effort.
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2 The “Maximum Force Field”
Approach: Jacobian and Hessian
Matrix Information as Reference Data

During the parametrizations of the ligand eld term, onelwé thajor problems encountered has been
the overall convergence of the ligand eld parameters, drewthe original implementation of the
ligand eld potential was used, the correct balancing oéiid eld and classical stretch term. Many
of these convergence problems were found to be caused bgarwerging geometry optimizations
due to non-matching parameters. As already discussed i Bh. 2, the parametrization algorithm
is not aware of Momec geometry convergence problems. A¢thouodi cations to the algorithm,

e. g. the additions to the simplex algorithm showed in Pt. I\ @hintroduced a certain level of
awareness for convergence problems, the fundamentalgonobf the additional complexity of the
geometry optimization remains the same. Therefore, we tested a method involving the use of
the Jacobian and Hessian matrices, which uses only singiegadculations.

Looking at the information present in the Jacobian matrist, rone can use the fact that the rst
derivatives of the energy with respect to the atomic coaidis have to be zero at a minimum struc-
ture. Therefore, the reference Jacobian matrix is zeroveryematrix element. The single point
calculations done with varying parameters will also onlegzero for all matrix elements, if a min-
imum structure is found. This represents a valuable inftiona but cannot be used as the only
reference date during the parametrization, since settiagdrce constant of an interaction to zero
would automatically induce Jacobian matrix elements witalae of zero.

The second derivatives of the energy with respect to the iatopordinates, the Hessian matrix,
contains information about the force constants of indigidateractions, e. g. stretches, bends and
torsions. Those can be estimated by QC methods (see Pt. IV {Ghdétails), but this would involve
another time-consuming calculation. However, the stmacti a reference molecule can also be ex-
pressed with an overdetermined maximum force eld. Giverypdthetical three-atomic molecule
A-B-A', the connectivity can be described using two bond lengthg andrg; oo and an additional
bend interactioraa; g; ao. The equilibrium values for the harmonic potentials aretsdhe exact
values from the crystal structure and the force constaetestimated from literature known values.
The Hessian matrix deduced from this information is therdus® a reference for the succeeding
parametrization.
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The combination of Jacobian and Hessian reference magiaaits now represents the full set of
reference data. If multiple molecules should be includeth& parametrization, an additional set
of Jacobian and Hessian matrix in the maximum force eld sobgust described is added to the
reference data set.

The actual parametrization is then started with a reducedbeu of parameters, e.g. in the exam-
ple presented above, the boriB and B-A' would both be represented by a single stretch inter-
action STR(A-B). Both equilibrium bond lengths and force canst are therefore included in the
parametrization and will relax to a median value, which gigeJacobian and Hessian closest to the
reference matrices. The parametrization in this simple vamild therefore be a parameter reduction
from a set of three interactions (two stretches, one bentt)je@rmaximum force eld to a set of two
interactions (one stretch, one bend) in the parametrize feld.

Extending this scheme to the ligand eld approach opens wpheen aspect, i. e. parameter substitu-
tion. Assuming an octahedral nitrogen-coordinated Compound with tetragonal distortion, each
individual Cu-N bond length will be described by a differeat ef parameters in the maximum force
eld and thus, the tetragonally elongated geometry of tHeremce molecule will be retained in the
optimized strcuture. In the parametrization, the indigldQu-N parameters will be replaced with a
single ligand eld parameter and, if needed, an additiotr@tsh parameter, thus reducing a set of six
interactions to a set of one or two interactions and alsotgubsg a classical harmonic description
by a ligand eld term. Since all information about the mol&eis given by the Jacobian and Hessian
matrices, we are con dent, that this approach can be usedrfanitial estimation of ligand eld
parameters. The parameters are then used as starting f@aesecond parametrization, which uses
the geometry optimization as described in earlier Chaptettiothesis, in order to further re ne the
force eld.
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3 Future Developments

The combination of the ligand eld parametrization showrPin 1V, reference data based on DFT-
optimized structures discussed in Ch. 1 of this Part and tlicalesion of exchange coupling constants
with DFT single points shown in Pt. Il creates the possiibf a virtual screening of transition
metal compounds, which are potential candidates for simgiecule magnets (SMMs). Although
a successful parametrization of oligonuclear compounds, feom the test-set used in Pt. Il, has
not been completed, the results shown in the preceding Qisapitehis work suggest that such a
parametrization is possible with the tools developed hapart from the convergence problems and
possible approaches to solve the problem, which were alr@iadussed in Ch. 2 of this Part, a major
point for the improvement of the parametrization proceghesfunctional form of the ligand eld
potential. The “Gauss-like” approach shown in Pt. 1l Ch. 8lgs promising results, but further
improvements to the functional form will have to be made idewrto correctly describe not only the
geometry but also the electronic transitions of a transitietal complex with molecular mechanics
methods. The new functional form has to be tested with difietransition metals as well, since the
Cu' ion represents the simplest possible case of an one elexsd@m. Also, the parametrizations
shown in this work are entirely based on compounds whe#gbonding effect is found between the
d-orbitals of the metal and the ligand orbitals. The autana@rametrization may therefore break
down when more than one sets of ligand eld parameters is as#dte same time. If that is the case,
the number of parameters which describe the functional fafrthe ligand eld effect may have to be
reduced.

As discussed before, support for different electronicestaind their corresponding terms has to be
implemented in order to be able to treat the full range ofditeon metal ions. Also, the treatment of
intermediate spin systems ([FgFe'), is not fully supported yet but can be quickly implemented.
with an additional ag in the parametrization command le.

To further improve the overall performance of the paramations shown in this thesis, the imple-
mentation of the ligand eld code will be revised and imprdvesing modern C++ libraries. The
parametrization algorithms and the Perl scripting envirtent will be integrated into the main Mo-
mec program and rewritten in C++, in order to support masgigatallel computation and further
automation. This will help to generate new force elds in armmbust and also faster way and will
make the parametrization in Momec an easy to use tool fontbeyday chemist.
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1 List of Abbreviations

5Z
[9]aneN 3
[14]aneN 4
adt

AO

AOM

apt
bipym
CASSCF
CD

CFT
CGTO
chn

Cl

cit
cyclam
DFT
deen
diammac

dien

quintuple zeta

1,4,7-triazacyclononane
1,4,8,11-tetraazacyclotetradecane
N,N-bis(2-aminoethyl)diethylenetriamine
atomic orbital

angular overlap model
1,4-bis(3-aminopropyl)-1,4,7-triazacyclononane
2,2'-bipyrimidine

complete active space SCF

circular dichroism

crystal eld theory

contracted Gaussian type orbital
1,3-diaminocyclohexane

con guration interaction

citrate

1,4,8,11-tetraazacyclotetradecane

density functional theory
N,N-diethylethylenediamine
6,13-dimethyl-1,4,8,11-tetraazacyclotetradecan8-@jamine

diethylenetriamine
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dmed
DTNE
Dz

ECP

en

EPR
ESR
Etsdien
GO03
G09
GGA
GTO
GUI
Hacac
H,Dopn
H3;BBAC
Hisabhea
HF

KS

LDA
LFMM
LFSE
LFT
maltolato

MCD

128

(dimethylamino)ethylamine
1,2-bis(1,4,7-triazacyclonon-1-yl)ethane
double zeta

effective core potential

ethylenediamine

electron paramagnetic resonance
Elektronenspinresonanz
1,1,4,7,7-pentaethyldiethylenetriamine
Gaussian 03

Gaussian 09

generalized gradient approximation
Gaussian type orbital

graphical user interface

2,4-pentanedione
3,9-dimethyl-4,8-diazaundeca-3,8-diene-2,10-dioneidie
N,N-bis(2-hydroxybenzyl)aminoacetic acid
N-salicyclidene-2-(bis(2-hydroxyethyl)amino)ethy |
Hartree-Fock

Kohn-Sham

local density approximation

ligand eld molecular mechanics

ligand eld stabilization energy

ligand eld theory
3-oxy-2-methyl-4H-pyran-4-onato<Q0*

magnetic circular dichroism
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med
Mestacn
MM
MO
MOE
nen
OAc
oxpn
papd
PES
PGTO
pz

QC
QZ
RMSD
SCF
SMM
STO
SVL
tcn
tetren
tmpa
tn
tpen

TPi

N-methylethylenediamine
N,N',N”-trimethyl-1,4,7-triazacyclononane
molecular mechanics

molecular orbital

Molecular Operating Environment
N-ethylethylenediamine

acetate
N,N"-bis(3-aminopropyl)oxamide
2,5,8,11,14-pentaazapentadecane
potential energy surface

primitive Gaussian type orbital
pyrazolyl

guantum chemistry

quadruple zeta

root mean square deviation
self-consistent eld

single molecule magnet

Slater type orbital

Scienti ¢ Vector Language
1,4,7-triazacyclononane
tetraethylenepentamine
tris(2-pyridylmethyl)amine
1,3-diaminopropane
N,N,N',N'-tetrakis(2-pyridylmethyl)ethylenediamine

hydrotris(pyrazolyl)borate
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TPP

tren

TZ

ZFS
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zero- eld splitting
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2 Appendix A - List of Transition Metal
Complexes used for the Calculation of
Exchange Coupling Constants

2.1 Polynuclear

(a) [HO-Cr(cyclam)-NC-Cr(CNgJ (b) [HO-Cr(cyclam)-NC-Cr(CNg]
(TPP counterion) (Na" counterion)
(c) trans-Cr[MnL1],ClI (d) trans-Fe[MnL'],Cl

(e)trans-Fe[MnL'],PFs

Figure 6.2.1
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(f) [Tp2(MestacnCusFey(CN)g]**

Figure 6.2.1
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2.2 Dinuclear

(@) [Cuz(MeC(OH)(PQ)2)2]* (b) [(Etsdien)Cup(* -C204)]%*
(c) IMn(Meg-[14]ane-N;)Cu(oxpn)P* (d) [(* -OCHg)VO(maltolato)p
(e) [FexOClg]* () [MNMn(* -O),(* -OAC)DTNEJ?*
(9) [Cuz(* -OH)o(bipym)]** (h) [(Dopn)Cu(OR)Cr(OCH;)L]**
Figure 6.2.2
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(i) [(Dopn)Cu¢ -CH;COO)MnLJ** (i) [V202(* -OH)2([9]aneNs;),] %
(k) [EtsNH]2[(VO)2(BBAC),] (1) [HB(pz)3sVO(OH);]2
(m) [(VO)2(cit)(Heit)]* (n) [V202(* -OH)(tpen)F*
Figure 6.2.2
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(0) [(VO)2L(* -SOu)] () [V 202(OH)(C404)2(H20)3]"
(9) [(VO(Hsabhea))] (N [(VO(Hsabhea))(VO(acac)(HOMe))
(* 2-OMe)]
(s) [Cux(tren)CN] (t) [Cup(trenpCN]
(CIO4 counterions not shown) (BF4 counterions not shown)
Figure 6.2.2
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(u) [Cuz(tren,CN] (V) [Cup(tmpa)pCN]
(ClO4/PF; counterions not shown) (ClO4 counterions not shown)
(W) [Cup(tmpapCN] (x) [Cux(tmpapCN]
(BF4 counterions not shown) (BF4 counterions and C(CN present in the

crystal not shown)

(y) [Nio(tetren>CN]
([Cr(CN)g] counterion not shown)

Figure 6.2.2
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3 Appendix B - List of Transition Metal
Complexes used for Parametrizations

3.1 Cyclam-based

(a) trans[Co(L)(N3),]* (b) trans- (c) [Co([14]aneN)]?*
L=C-mese5,12- [Cr([14]aneN;)(OCONH,),]* (COANECIZ33l)
dimethyl-1,4,8,11- (BINPETI232))

tetraazacyclotetradecane
(AZMTCO231)

(d) trans (e)cis (f) trans
[Cu([14]aneN)(O,COCHs);] [Ni([14]aneN;)(OHy)2]%* [Co(diammac)}*
(DOHXONI[Z34)) (FAGVUE[?)) (FEBZOBIZ3¢))

Figure 6.3.1
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(g) [Co(diammac)f* (h) [Cu([14]aneN)]?* (i) cis-[Cr(diammac)}*
(FEBZOB102%7)) (HAFSUCIZ38]) (HAHLOR [239]y
() trans (k) trans () cis-
[Co([14]aneN)(OH,)(COCHg)]?* [Fe(diammac)* [Co([14]aneN)(en)F*
(PASGAR240)) (SANLAU [241] (TZCECO242))
(m) cis- (n) cis- (0) trans[Ni(OH>)»(cyclam)F*
[Cr([14]aneN,)(en)P* [Cr([14]aneN;)(OHL)(OH)]?  (ZIQXOM[245])

(WAMWOW [243])

(p) trans
[Fe(diammac)j*
(ZUSCIZ[246])
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(WESLAHI244])

(q) trans
[Cr([14]aneN)(OH2)(OH)I**
(ZUzS0d247)

Figure 6.3.1
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3.2 Cu"

Please note:axial ligands, which may be present in the crystal of the dewgs shown here, have
been left out for the parametrization process. The strastare therefore identical to the training set
used by Deeth et df!. It is assumed, that the additional ligands do not have aqunaced effect on
the parametrization of the CU2-NT ligand eld interaction.

(a) [Cu(eny]?* (b) [Cu(deeny]**
(CEDHAU248]) (CEFBEU249]
(c) [Cu(chny]* (d) [Cu(med)]**
(CHXCUAI[20)) (CMENOX 251])
(€) [Cu(eny]** (f) [Cu(tn)]**
(CUENCLI2%2)) (DAPRCUI253))
Figure 6.3.2
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(9) [Cu(dmed)]** (h) [Cu(ten)]*
(DMEDCU[254) (DUSJAC01228])
(i) [Cu(dieny]** () [Cu(neny]**
(ETACUBI229)) (ETEACUI?5%))
(k) [Cu(apty]** (I) [Cu(papd)]** (m) [Cu(adty]*
(JIBZUPI256]) (LATSII [257]) (TENCUBI258))
Figure 6.3.2
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4 Appendix C - Momec Force Field
Parameters (April 2011) [56-61]

4.1 Atom Types

chemical . multiple 1,3- )
atom 1 _ massu] harmonic . _ twist
environment harmonic interaction
H hydrogen 1.010 1 0 0 0
LP lone pair 3.000 1 0 0 0
I
C 12.010 1 0 0 0
N
C3 C=N 12.010 1 0 0 0
C NH
CA *l*/ \[ | 12010 1 0 0 0
C
~. N/ Y
N /’;,r \‘X* /;\l:‘x
CAH N N 12010 1 0 0 0
oo
N
T|/
XN NF’
CB N 12.010 1 0 0 0
~
|
NN
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chemical . multiple 1,3- )
atom 1 _ masgu] harmonic o _ twist
environment harmonic interaction
P
ccc et 12.010 1 0 0 0
(@]
CCO ﬂ 12.010 1 0 0 0
T
N
CFC \C/ 12.010 1 0 0 0
*\\“*
H
Cl | 12010 1 0 0 0
* C:N_CU
CK 12.010 1 0 0 0
N
CMC 12.010 1 0 0 0
o}
1
coc Q\\C,/xc 12.010 1 0 0 0
(@]
CON ﬂ 12.010 1 0 0 0
N
CT carbon 12.010 1 0 0 0
N *
< G/ 0\
N* | S A 14.010 1 0 0 0
N—C W
N3 =c 14.010 1 0 0 0
I
NA C 14.010 1 0 0 0
R
! !
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chemical . multiple 1,3- )
atom 1 _ masgu] harmonic o _ twist
environment harmonic interaction
NAH / \ 14.010 1 0 0 0
H/C\N'/
H \~N'/
NAX | 14.010 1 0 0 0
\Cu/
v d | N
I
N C
NB N 14.010 1 0 0 0
L
o)
ND ” 14.010 1 0 0 0
N
N *
H
NI | 14010 1 0 0 0
* C—N——-=cu
0
NOO ” 14.010 1 0 0 0
N—O
NP 14.010 1 0 0 0
\~N‘/
NT nitrogen 14.010 1 0 0 0
I
C
@) Y 16.000 1 0 0 0
I
O==—=C=—/=/0
02 16.000 1 0 0 0
o=—pP
(@]
oC c 16.000 1 0 0 0
\O
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chemical . multiple 1,3- )
atom 1 _ masqu] harmonic . _ twist
environment harmonic interaction
9 o
occ l (l: 16.000 1 0 0 0
N
0 Q
ocCT (|: (|: 16.000 1 0 0 0
o
0 0
0CO l' l' 16.000 1 0 0 0
\O \N
OH o—-p 16.000 1 0 0 0
Ox. _O
ONO X, 16.000 1 0 0 0
0
oP *\C|u/* 16.000 1 0 0 0
C C
OR ~o~ 16.000 1 0 0 0
C P
oS o~ 16.000 1 0 0 0
ow oxygen 16.000 1 0 0 0
Co O
OXCO ~o07 e 16.000 1 0 0 0
Cu O
OXCU ~o7 e 16.000 1 0 0 0
P phosphorus 30.970 1 0 0 0
sw sulfur 32.060 1 0 0 0
CL chlorine 35.450 1 0 0 0
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chemical . multiple 1,3- )
atom 1 _ masgu] harmonic . _ twist
environment harmonic interaction
TI3 titanium(lll) 47.880 0 1 1 0
T4 titanium(1V) 47.880 0 1 1 0
V3 vanadium(IIl) 50.940 0 1 1 0
CR2 chromium(ll) 52.000 0 1 1 0
CR3 chromium(lll) 52.000 0 1 1 0
MN3 manganese(lll) 54.940 0 1 1 0
FE iron 55.850 0 1 1 0
FE2H high-spin iron(I1) 55.850 0 1 1 0
FE2L low-spin iron(ll) 55.850 0 1 1 0
FE3H high-spin iron(lll) 55.850 0 1 1 0
FE3L low-spin iron(lll) 55.850 0 1 1 0

FECP 55.850 0 1 1 0
NI2 nickel(Il) 58.700 0 1 1 0
C——0
O/
NI2C *\,\|“/* 58.700 0 1 1 0
*/ \*
N/ )
NI2P \,\|“/ 58.700 0 1 1 0
v | .
NI2T  tetracoordinated nickel(ll)  58.700 0 1 1 0
CO2 cobalt(ll) 58.930 0 1 1 0
CO2T tetracoordinated cobalt(ll)  58.930 0 1 1 0
CO3 cobalt(l11) 58.930 0 1 1 0
o)
CO3C |l C 58.930 0 1 1 0

Co—oO Co—oO
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chemical . multiple 1,3- )
atom 1 _ masgu] harmonic . _ twist
environment harmonic interaction
Cul copper(l) 63.550 0 1 0
Ccuz copper(ll) 63.550 0 1 0
O
cu2cC |l 63.550 0 1 1 0
Cu—o/
/C

CuU2pP Cu—N/ 63.550 0 3 3 0
CU2T tetracoordinated copper(ll) 63.550 0 1 1 0
ZN2 zinc(I1) 65.380 0 1 1 0
ZN2T tetracoordinated zinc(ll) 65.380 0 1 1 0
BR bromine 79.900 1 0 0 0
Y3 yttrium(lII) 88.910 0 1 1 0
RH3 rhodium(lll) 102.910 0 1 1 0
I iodine 126.900 1 0 0 0
LA3 lanthanum(lll) 138.910 0 1 1 0
CE3 cerium(lll) 140.120 0 1 1 0
PR3 praseodymium(lll) 140.910 0 1 1 0
ND3 neodymium(lll) 144.240 0 1 1 0
PM3 promethium(lll) 146.920 0 1 1 0
SM3 samarium(lll) 150.360 0 1 1 0
EU3 europium(lll) 151.970 0 1 1 0
GD3 gadolinium(lll) 157.250 0 1 1 0
TB3 terbium(lIl) 158.930 0 1 1 0
DY3 dysprosium(lil) 162.500 0 1 1 0
HO3 holmium(lIl) 164.930 0 1 1 0
ER3 erbium(lIl) 167.260 0 1 1 0
TM3 thulium(lll) 168.930 0 1 1 0
YB3 ytterbium(lll) 173.040 0 1 1 0
LU3 lutetium(III) 174.970 0 1 1 0
PT2 platinum(lIl) 195.080 0 1 1 0
PT4 platinum(IV) 195.080 0 1 1 0
U6 uranium(lIl) 238.030 0 1 1 0
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4.2 Stretch Interactions

atom1l atom2 Kmdyn/A] rp[A] | atom1l atom2 Kmdyn/A] 1o [A]

C CB 6.210 1.419 ClI NT 6.700 1.317
C NA 5.810 1.388 CK H 5.000 0.970
C o] 7.920 1.229 CK N* 6.120 1.371
C3 N3 8.000 1.107 CK NB 7.350 1.304
CA CA 7.400 1.377) CO2 NP 0.820 2.100
CA CFC 7.400 1.377 CO2 NT 0.820 2.120
CA CON 7.400 1.377 CO2T ND 0.820 1.780
CA CT 5.000 1.500 CO2T NP 0.820 1.960
CA H 5.000 0.970 COs3 NI 1.750 1.905
CA NA 5.940 1.381] CO3 NP 1.750 1.865
CA NP 6.500 1.335 CO3 NT 1.750 1.905
CA NT 6.690 1.340 CO3C NP 1.750 1.865
CAH CA 1.500 1.380 CO3C NT 1.750 1.915
CAH CAH 1.300 1.335 CO3C OC 1.400 1.860
CAH CI 4.500 1.450 CO3C OcCC 1.400 1.880
CAH CT 3.000 1.490 CO3P OXCO 1.750 1.840
CAH H 5.000 0.970 COC CT 5.000 1.500
CAH NAH 1.500 1.340| COC OcCC 7.400 1.275
CAH  NAX 2.500 1.340| COC OCCT 7.400 1.275
CAH NI 4500 1.440{CON CT 5.000 1.500
CB CB 7.220 1.370 CON ND 6.500 1.310
CB N* 6.060 1.374/ CON OCO 9.000 1.260
CB NA 6.410 1.354| CR3 NP 1.000 1.985
CB NB 5.750 1.391 CR3 NT 1.100 2.045
CCO oOcC 8.000 1.290 CRS3 oC 0.750 1.935
CCO O0cCo 9.000 1.220CT CT 5.000 1.500
CE3 02 0.053 2.370CT CTO 5.000 1.500
CE3 OH 0.053 2.370 CT CTOC 5.000 1.500
CFC CFC 5.000 1.470CT H 5.000 0.970
CFC cocC 5.000 1.470CT N* 4.690 1.475
CFC NP 6.500 1.335CT NAH 3.000 1.450
Cl CA 5.000 1.460 CT ND 6.000 1.490
Cl Cl 15.000 1.526 CT NOO 5.000 1.530
Cl CT 5.000 1.500 CT NT 6.000 1.490
Cl H 3.900 0.950 CT OP 3.500 1.410
Cl NI 7.200 1.270/ CT OR 5.000 1.400
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atom1l atom2 Kkmdyn/A] rp[A] | atom1 atom2 Kmdyn/A] 1o [A]

CT ow 0.500 1.34Q0 ER3 02 0.074 2.150
CT SW 2.640 1.820 ER3 OH 0.074 2.150
CTO CTO 5.000 1.505 EU3 02 0.067 2.245
CTO CTOC 5.000 1.510 EU3 OH 0.067 2.245
CTOC CTOC 5.000 1.490FE3H OC 1.000 1.990
CTOC NOO 5.000 1.528 FE3H OW 0.500 1.900
CTOC NTO 6.000 1.480 FE3L C3 1.700 1.923
Cul NI 0.700 2.000 FE3L NP 1.700 1.925
Cul NT 0.100 2.22Q0 FE3L NT 1.700 1.950
Ccuz2 ND 0.600 1.920 GD3 02 0.069 2.226
Cu2 NP 0.600 1.940 GD3 OH 0.069 2.226
Cu2 NT 0.600 1.970 GD3 OW 0.069 2.226
Cu2 ocC 0.800 1.900 H NA 6.030 0.910
Cu2 ONO 0.100 2.500H NT 5.640 0.910
Cu2 OoP 0.100 2.150H oP 5.000 0.910
Cu2 ow 0.100 2.50Q0 H ow 5.000 0.910
Cu2 SW 0.600 2.290 HO3 02 0.073 2.178
Cu2C ND 0.600 1.920 HO3  OH 0.073 2.178
CU2C NP 0.600 1.940 HO3 OW 0.073 2.178
CU2C NT 0.600 1.970Q LA3 02 0.049 2.409
cu2Cc ocC 0.800 1.900 LA3 OH 0.049 2.409
cuz2c ow 0.100 2.500 LA3 ow 0.049 2.409
cu2Cc sw 0.600 2.290 LU3 02 0.076 2.038
CU2P NAH 0.900 1.940 LU3 OH 0.076 2.038
CU2P NAX 0.300 2.30Q LUS3 ow 0.076 2.038
CU2P ND 0.600 1.920 MN3 OC 0.300 1.950
CU2P NP 0.600 1.940NAH H 5.000 0.910
CU2P NT 0.600 1.970 NAH NAH 1.500 1.360
CU2P OC 0.800 1.900 NAH  NAX 1.500 1.360
CU2P ONO 0.100 2.500ND3 02 0.058 2.320
CU2P OP 0.100 2.150ND3 OH 0.058 2.320
CU2P OW 0.100 2500 ND3 OW 0.058 2.320
CU2P OXCuU 0.600 1.830 NI CT 4.000 1.420
CU2T ND 0.600 1.89Q NI2 NT 0.600 2.090
CU2T NP 0.600 1.940 NI2C NP 0.600 2.025
DY3 02 0.072 2.195 NI2C NT 0.600 2.035
DY3 OH 0.072 2.195 NI2C OC 0.650 2.040
DY3 ow 0.072 2.195 NI2P NP 0.600 2.025
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atom1l atom2 Kkmdyn/A] rp[A] | atom1 atom2 Kmdyn/A] 1o [A]

NI2P  NT 0.600 2.050 SM3 OW 0.064 2.258

NI2T  ND 0.600 1.760 TB3 02 0.071 2.213

NI2T NP 0.600 1.855 TB3 OH 0.071 2.213

NOO ONO 6.500 1.213 TI3 ocC 0.800 2.080

ocC CT 8.000 2.00Q TI3 ow 0.500 2.035

OXCO OXCO 3.250 1.470 TI4 occC 1.500 1.980

OXCU OXxcu 3.250 1.43Q T4 OCCT 1.500 2.040

P 02 7.297 1.448 TI4 ow 0.500 1.722

P OH 3.197 1.665 TM3 02 0.075 2.215

P (O 3.197 1.686TM3 OH 0.075 2.215

PM3 02 0.062 2.285 V3 ocC 0.500 1.920

PM3 OH 0.062 2.285 V3 ow 0.500 1.980

PR3 02 0.056 2.345Y3 02 0.074 2.160

PR3 OH 0.056 2.345Y3 OH 0.074 2.160

PR3 ow 0.056 2.34%YB3 02 0.076 2.095

PT2 NB 2.540 2.010 YB3 OH 0.076 2.095

PT2 NT 2.540 2.030 YB3 ow 0.076 2.095

RH3 NT 1.750 2.05Q0 ZN2 ND 0.350 2.000

SM3 02 0.064 2.258 ZN2 NP 0.350 2.100

SM3  OH 0.064 2.258 ZN2 NT 0.350 2.220
4.3 Bend Interactions
atom1l atom?2 atom3 Jkndyn/rad] agfrad] | atom1l atom 2 atom 3 [kndyn/rad] &g [rad]
CB C NA 0970 1943 CAH CA H 0.450 2.122
CB C o] 1.110 2.248 CFC CA H 0.450 2.094
NA C 0] 1.110 2.105 CFC CA NP 0.970 2.094
FE3L C3 N3 0.450 3.141Cl CA CA 0.250 2.094
CA CA CA 0.970 2.094 CON CA NP 0.970 2.094
CA CA CFC 0.970 2.094 CT CA NP 0.450 2.094
CA CA CON 0.970 2.094 H CA NP 0.450 2.094
CA CA CT 0.450 2.094 NA CA NA 0.970 2.152
CA CA H 0.450 2.094/ NA CA NT 0.970 2.025
CA CA NP 0.970 2.094 NA CA NT 0.970 2.091
CA CA NT 0.450 2.094 CAH CAH CA 0.150 2.122
CAH CA CA 0.450 2.024 CAH CAH CAH 0.100 1.850
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atom1l atom?2 atom3 Jkndyn/rad] afrad] | atom1l atom 2 atom 3 [kndyn/rad] &g [rad]

CAH CAH CI 0.650 2.304| NP CO2 NP 0.023 1.571
CAH CAH CT 0.650 2.274 NT CO2 NT 0.017 1.571
CAH CAH H 0.450 2.215 NP CO3 NP 0.050 1.571
CAH CAH NAH 0.150 1.955| NP COo3 NT 0.050 1.571
CAH CAH NAX 0.150 1.955| NT COos3 NT 0.050 1.571
Cl CAH NAH 0.650 2.112| NP CO3C NP 0.050 1.571
CT CAH NAH 0.650 2.112 NP CO3C NT 0.050 1.571
CT CAH NAX 0.650 2.112 NT CO3C NT 0.050 1.571
NAH CAH CA 0.150 2.292| NT COo3C OcC 0.045 1.571
NAH CAH H 0.350 2.094| NT CO3C OcCcC 0.045 1.571
NAH CAH NAH 0.150 1.955| OC CO3C OC 0.040 1.571
C CB CB 1.180 2.080 OCC CO3C OcCcC 0.040 1.571
C CB NB 0.970 2.269 CCC COC CFC 0.350 2.094
CB CB N* 0970 1.854 CCC COC CT 0.350 2.094
CB CB NA 0.970 2229 CCC COC oOcCcC 0.970 2.094
CB CB NB 0.970 1911 CCC COC oOcCCT 0.970 2.094
NA CB N* 0.970 2.199| CFC COC occC 0.350 2.094
COC cCcCC cocC 0.970 2.094CFC COC OcCcCT 0.350 2.094
CoOC ccCc H 0.970 2.094CT CoOC oOcCcC 0.350 2.094
CT CCO OcC 0.250 2.067CT COC OcCCT 0.350 2.094
CT CCO o0cCo 0.250 2.06YCA CON ND 0.250 2.067
ocC CCO cCco 0.800 1.993CA CON OcCO 0.250 2.067
ocC CCO OcC 0.250 2.094CT CON ND 0.250 2.067
ocC CCO O0cCo 0.250 2.149CT CON OcCoO 0.250 2.067
OCO CCco cco 0.950 2.115ND CON OcCoO 0.250 2.094
CA CFC CA 0.970 2.094 NP CR3 NP 0.025 1.571
CA CFC CFC 0.450 2.094 NP CR3 NT 0.025 1.571
CA CFC CcocC 0.350 2.094 NT CR3 NT 0.025 1.571
CA CFC NP 0.970 2.094 CA CT CA 0.450 1.911
CFC CFC NP 0.450 2.094CA CT CT 0.450 1.911
CA Cl H 0.450 2.094| CA CT H 0.360 1.909
CAH Cl H 0.450 2.094| CA CT ND 0.450 1.911
CAH Cl NI 0.150 2.094| CA CT NT 0.450 1.911
NI Cl CA 0.150 2.094| CA CT OP 0.450 1.911
NI Cl H 0.450 2.094| CA CT ow 0.450 1.911
H CK N* 0.490 2.148| CAH CT CA 0.450 1.911
H CK NB 0.490 2.148 CAH CT CAH 0.450 1.960
NB CK N* 0.970 1.960| CAH CT CT 0.450 1.960
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atom1l atom?2 atom3 Jkndyn/rad] afrad] | atom1l atom 2 atom 3 [kndyn/rad] &g [rad]

CAH CT H 0.360 1.909 H CTO H 0.320 1.911
CAH CT NT 0.450 1.911 ND Cu2 ND 0.013 1.571
CAH CT oP 0.450 1.911 ND Cu2 NP 0.013 1.571
CAH CT ow 0.450 1.911 ND Cuz2 NT 0.013 1.571
CCO CT CCO 0.450 1.911ND Cu2 ow 0.007 1.571
CCO CT CT 0.450 1.911NP Cu2 NP 0.013 1.571
CCO CT H 0.360 1.909 NP Cu2 NT 0.013 1.571
CCO CT ND 0.450 1.911NP Cu2 ONO 0.007 1.571
CCO CT NT 0.450 1.911 NP Cu2 ow 0.007 1.571
CoC CT H 0.350 1.909 NP Cu2 SwW 0.013 1.571
CON CT CON 0.450 1.911NT Cu2 NT 0.013 1.571
CON CT CT 0.450 1.911NT Cu2 ONO 0.007 1.571
CON CT H 0.360 1.909 NT Ccuz2 ow 0.007 1.571
CON CT NT 0.450 1.911 NT Cuz2 SW 0.013 1.571
CT CT CT 0.450 1.911 ONO CuU2 ONO 0.002 3.141
CT CT H 0.360 1.909 ONO CuU2 ow 0.002 1.571
CT CT N* 0.500 1.909 ONO CU2 SW 0.007 1.571
CT CT NAH 0.450 1.911 OW Cu2 ow 0.002 3.141
CT CT ND 0.450 1.911 OW Cu2 SW 0.007 1.571
CT CT NOO 0.450 1.911 SW Ccuz SwW 0.013 1.571
CT CT NT 0.450 1.911 ND Cu2C ND 0.013 1.571
CT CT ow 0.450 1.911 ND CU2C NP 0.013 1.571
CT CT SW 0.690 1.911 ND CU2C NT 0.013 1.571
H CT H 0.320 1.902 ND cu2Cc oOcC 0.015 1.571
H CT N* 0.360 1.909] ND cu2Cc Ow 0.007 1.571
H CT ND 0.360 1.909 NP CuU2C NP 0.013 1.571
H CT NT 0.360 1.909 NP CU2C NT 0.013 1.571
H CT Oow 0.360 1.909 NP CuU2C ONO 0.007 1.571
H CT SW 0.450 1.911 NP cu2C Ow 0.007 1.571
NAH CT H 0.360 1.909 NP Ccuz2C sw 0.013 1.571
NAH CT OoP 0.450 1.885 NT CU2C NT 0.013 1.571
NAH CT ow 0.450 1.885 NT cuz2Cc o0OcC 0.015 1.571
NI CT CT 0.450 1.911 NT cu2C ONO 0.007 1.571
NI CT H 0.450 1.911 NT cuz2Cc Ow 0.007 1.571
NI CT H 0.450 1.911 NT cu2Cc sw 0.013 1.571
NT CT NT 0.450 1.911 OC cu2C oOcC 0.017 1.571
oS CT H 0.485 1.9110C cu2Cc Ow 0.009 1.571
CT CTO CTO 0.450 1.9200ONO CuU2C ONO 0.002 3.141
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atom1l atom?2 atom3 Jkndyn/rad] afrad] | atom1l atom 2 atom 3 [kndyn/rad] &g [rad]
ONO Cu2Cc ow 0.002 1.571CA NA CB 0.970 1.958
ONO Cu2C sw 0.007 1.571CA NA H 0.490 2.059
ow cu2Cc Ow 0.002 3.141CAH NAH CAH 0.150 1.842
ow cuz2Cc sw 0.007 1571CAH NAH CT 0.650 2.243
SW cu2Cc sw 0.013 1571CAH NAH CU2P 0.050 2.147
ND CU2P ND 0.013 1.571 CAH NAH H 0.350 2.094
ND CU2P NP 0.013 1.571CAH NAH NAH 0.200 1.885
ND CU2P NT 0.013 1571 CU2P NAH NAH 0.200 2.269
ND Cuz2P OW 0.007 1.571 NAH NAH CT 0.650 2.094
NP CU2P NP 0.013 1.571NAH NAH H 0.350 2.094
NP CU2P NT 0.013 1.571NAX NAH CAH 0.200 1.885
NP CU2P ONO 0.007 1.57LNAX NAH CT 0.650 2.094
NP Ccuzp ow 0.007 1.571CAH NAX  CU2P 0.100 2.147
NP Cuz2p sSw 0.013 1.571CAH NAX NAH 0.200 1.823
NT CU2P NT 0.013 1571 CU2P NAX NAH 0.100 2.304
NT Cuz2p OC 0.015 1.571CB NB CK 0.970 1.841
NT CU2P ONO 0.007 1.571PT2 NB CB 0.300 2.221
NT Cuzp OW 0.007 1.571PT2 NB CK 0.300 2.221
NT Cuz2p sSw 0.013 1.571CT ND CON 0.250 2.067
ocC Cu2p OC 0.017 1.571CU2 ND CON 0.200 2.094
ocC CuUz2p oW 0.009 1.571CuU2 ND CT 0.200 2.094
ONO CU2P ONO 0.002 3.141CU2C ND CON 0.200 2.094
ONO CuU2P OW 0.002 1.571CU2C ND CT 0.200 2.094
ONO CuU2P SW 0.007 1.571CU2P ND CON 0.200 2.094
ow Cuz2p OW 0.002 3.141CU2P ND CT 0.200 2.094
ow CU2rP sw 0.007 1.571NI2T ND CON 0.200 2.094
SW CU2P sSW 0.013 1.57LNI2T ND CT 0.200 2.094
ND CU2T ND 0.013 1.571 ClI NI CT 0.450 2.094
ND CU2T NP 0.013 1.571ClI NI Cuzp 0.100 2.356
NP CU2T NP 0.013 1.571CT NI Cl 0.450 2.007
NP FE3L NP 0.042 1.571CT NI Cu2pP 0.200 1.920
NP FE3L NT 0.042 1.571CU1l NI Cl 0.100 2.356
NT FE3L NT 0.042 1.571 CU1l NI CT 0.100 1.912
CB N* CK 0.970 1.859 NP NI2 NT 0.025 1.571
CB N* CT 0.970 2.196| NT NI2 NT 0.025 1.571
CK N* CT 0.970 2.248| NP NI2C NP 0.025 1.571
C NA CA 0.970 2.206 NP NI2C NT 0.025 1.571
C NA H 0.490 2.039 NP NI2C OC 0.026 1.571
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atom1l atom?2 atom3 Jkndyn/rad] afrad] | atom1l atom 2 atom 3 [kndyn/rad] &g [rad]
NT NI2C NT 0.025 1.571 CO2 NT CT 0.200 1.920
NT NI2C OC 0.026 1.571 CO2 NT H 0.100 1.915
ocC NI2C OC 0.027 1.571CO3 NT CA 0.200 1.920
NP NI2P NP 0.025 1.571CO3 NT CT 0.200 1.920
NP NI2P  NT 0.025 1.571 CO3 NT H 0.100 1.915
NT NI2P NT 0.025 1.571 CO3C NT CA 0.200 1.920
ND NI2T ND 0.025 1.571] CO3C NT CT 0.200 1.920
NT NI2T ND 0.025 1.571] CO3C NT H 0.100 1.915
NT NI2T  NT 0.025 1.571 CR3 NT CT 0.200 1.920
CT NOO ONO 0.450 2.059 CR3 NT H 0.100 1.915
ONO NOO ONO 0.650 2.164CT NT CT 0.450 1.911
CA NP CA 0.970 2.094 CT NT H 0.450 1.909
CA NP CFC 0.970 2.094 Cu1l NT CT 0.200 1.920
CFC NP CFC 0.970 2.094CU1 NT H 0.100 1.915
CO2 NP CA 0.200 2.094 CU2 NT CA 0.200 1.920
CO2 NP CFC 0.200 2.094CU2 NT CT 0.200 1.920
CO3 NP CA 0.200 2.094 CU2 NT H 0.100 1.915
CO3 NP CFC 0.200 2.094CU2C NT CA 0.200 1.920
CO3 NP CT 0.200 2.094CU2C NT CT 0.200 1.920
CO3C NP CA 0.200 2.094CU2C NT H 0.100 1.915
CO3C NP CFC 0.200 2.094CU2P NT CA 0.200 1.920
CO3C NP CT 0.200 2.094CU2P NT CT 0.200 1.920
CR3 NP CA 0.200 2.094 CU2P NT H 0.100 1.915
CR3 NP CFC 0.200 2.094FE3L NT CT 0.200 1.920
Cu2 NP CA 0.200 2.094 FE3L NT H 0.100 1.915
Ccuz2 NP CFC 0.200 2.094H NT H 0.330 1.902
CU2C NP CA 0.200 2.094 NI2 NT CT 0.200 1.920
CU2C NP CFC 0.200 2.094NI2 NT H 0.100 1.915
CU2P NP CA 0.050 2.094NI2C NT CT 0.200 1.920
CU2P NP CFC 0.200 2.094NI2C NT H 0.100 1.915
FE3L NP CA 0.200 2.094 NI2P  NT CT 0.200 1.920
FE3SL NP CFC 0.200 2.094 NI2P NT H 0.100 1.915
NI2C NP CA 0.200 2.094 NI2T NT CT 0.200 1.920
NI2C NP CFC 0.200 2.094NI2T NT H 0.100 1.915
NI2P NP CA 0.200 2.094 PT2 NT CT 0.200 1.920
NI2P NP CFC 0.200 2.094PT2 NT H 0.100 1.915
CA NT CT 0.450 1.911 RH3 NT CT 0.200 1.920
CA NT H 0.450 1.909 RH3 NT H 0.100 1.915
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atom1l atom?2 atom3 Jkndyn/rad] afrad] | atom1l atom 2 atom 3 [kndyn/rad] &g [rad]
ZN2 NT CT 0.200 1.920 Cu2C OFP H 0.100 1.915
ZN2 NT H 0.100 1.915 CU2P OFP Cuz2pP 0.100 1.745
CO3 oC CCO 0.050 2.094CU2P OP H 0.100 1.915
CO3C OC CCO 0.050 2.094H OoP H 0.320 1.902
CR3 oC CCO 0.400 1.998CT OR CT 0.750 1.911
Ccu2C oOcC CCO 0.050 2.094P 0S CT 1.386 2.065
CU2P OC CCO 0.050 2.094CuU2 ow H 0.100 1.915
CU2P OC CuU2pP 0.100 1.830CU2C OW H 0.100 1.915
FE3H OC CCO 0.750 2.03pCU2P OW Cuzp 0.100 1.745
MN3 OC CCO 0.300 2.028 CU2P OW H 0.100 1.915
NI2C OC CCO 0.050 2.094H ow H 0.320 1.902
TI3 ocC CCO 0.450 2.062Tl4 Oow CT 0.050 1.915
V3 ocC CCO 0.500 2.030 CO3 OX OX 0.500 1.911
CO3C O0OCC cocC 0.600 2.094CU2P OX OX 0.500 1.911
TI4 OCC cocC 0.600 2.09402 P oS 1.386 2.003
T4 OCCT cCocC 0.600 2.094 OH P 02 0.624 2.011
P OH H 0.624 2.039 OH P 0S 0.624 1.764
Cu2 ONO NOO 0.320 2.0940S P oS 0.624 1.716
Cu2C ONO NOO 0.320 2.094CT SW CT 0.500 1.740
CU2P ONO NOO 0.320 2.094CU2 SW CT 0.100 1.920
CT OoP Cuz2p 0.200 2.094CU2C SW CT 0.100 1.920
Cu2 oP H 0.100 1.91%CuU2P SW CT 0.100 1.920
4.4 Torsion Interactions

atoml atom2 atom3 atom4 [kdyn/irad] multiplicity to [rad]

o C CB el 0.007 2.000 1.571

i C NA i 0.009 2.000 1.571

el CA CA o 0.050 2.000 1.571

o CA CFC i 0.050 2.000 1.571

o CA CON  * 0.003 2.000 1.571

o CA CT o 0.005 6.000 0.524

o CA NA i 0.010 2.000 1.571

** CA NP il 0.050 2.000 1.571

o CA NT o 0.001 6.000 0.524

o CA ow i 0.150 3.000 4.680
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atom1l atom?2 atom3 atom4 [kdyn/rad] multiplicity to [rad]

o CA cco ** 0.005 2.000 1.571
o CAH CA o 0.065 2.000 1.571

f CAH CAH ** 0.015 2.000 1.571

o CAH CI * 0.025 2.000 1.571

o CAH CT * 0.001 6.000 0.524
f CAH NAH ** 0.009 2.000 1.571

o CAH NAX ** 0.003 2.000 1.571

b CAH NI o 0.003 2.000 1.571

o CB CB ol 0.028 2.000 1.571
o CB N* o 0.011 2.000 1.571

o CB NA * 0.014 2.000 1.571
o CB NB * 0.009 2.000 1.571
i CCC CoC 0.030 2.000 1.571
o CCO cCcco * 0.000 2.000 3.097
o CCoO CT * 0.001 6.000 0.524
o CCO OC * 0.005 2.000 1.571
o CFC CFC o 0.030 2.000 1.571
b CFC coc * 0.030 2.000 1.571
ol CFC NP o 0.003 2.000 1.571
i Cl NT * 0.001 6.000 0.524
o Cl CT * 0.001 6.000 0.524
o Cl CA * 0.010 6.000 1.571
o CK N* o 0.011 2.000 1.571

o CK N* o 0.011 2.000 1.571

o CK NB * 0.034 2.000 1.571
o CK NB o 0.034 2.000 1.571
o coCc CT * 0.005 6.000 0.524
o coCc occ * 0.030 2.000 1.571
o COC OCCT * 0.030 2.000 1.571
o CON CT o 0.001 6.000 0.524
bl CON ND o 0.005 2.000 1.571
o CT CT o 0.002 3.000 0.000
i CT NAH  ** 0.001 6.000 0.524
o CT ND * 0.001 6.000 0.524
o CT NOO  ** 0.003 6.000 0.524
o CT NT * 0.001 3.000 0.000
o CT OoP * 0.001 3.000 0.000
bl CT ow o 0.008 3.000 0.000
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atom1l atom?2 atom3 atom4 [kdyn/rad] multiplicity to [rad]

* CT SW ** 0.001 3.000 0.000
** CTO CTO ** 0.011 3.000 0.000
o CTO CTOC ** 0.011 3.000 0.000
* CTOC CTOC ** 0.011 3.000 0.000
** CU2P NAH ** 0.005 2.000 0.262
o CU2P NP *x 0.005 2.000 0.262
* NAH NAH * 0.020 2.000 1.571
** NAH NAX * 0.065 2.000 1.571
** NI Cl ** 0.025 2.000 1.571
** NI Cl ** 0.025 2.000 1.571
* NI CT * 0.000 2.000 0.524
** 02 P ** 0.052 3.000 0.390
o OH P o 0.052 3.000 0.635
* OR CT ** 0.008 3.000 0.000
** 0OS CT * 0.080 3.000 0.050
o oS P *x 0.052 3.000 0.390
* OXCO OXCO ** 0.900 2.000 0.000
** OXCU OXCu =** 0.900 2.000 0.000
o PT2 NB  * 0.000 2.000 2.094
rx PT2 NT  * 0.000 2.000 2.094
* SAH CAH * 0.015 2.000 1.571
4.5 Non-bonded Interactions
atom1l qw A 2 ‘ atom1l [(qgw[A] 2 latom1l gw Al 2
C 1.900 0.044 CuU2 0.000 0.000 O 1.700 0.055
C3 1.900 0.044 Ccu2C 0.000 0.000 OC 1.700 0.055
CA 1.900 0.044 CU2P  0.000 0.000 OCC 1.700 0.055
CAH 1.900 0.044| FE3L 0.000 0.000 ocCcCT 1.700 0.055
CB 1.900 0.044 H 1.440 0.024 OCO 1.700 0.055
cccC 1.900 0.044 N* 1.800 0.052| ONO 1.700 0.055
CCO 1.900 0.044 N3 1.800 0.052 OP 1.700 0.055
CFC 1.900 0.044 NA 1.800 0.052| OR 1.700 0.055
Cl 1.900 0.044) NAH 1.800 0.052] OW 1.700 0.055
CK 1.900 0.044] NB 1.800 0.052 OXCU 1.700 0.055
CO2 0.000 0.000 ND 1.800 0.050 PT2 1.650 0.300
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atom1l qw A 2 latom1l qw[A] 2 latom1l gw Al 2

COos3 0.000 0.00Q NI 1.800 0.050| PT4 0.000 0.000

CO3C 0.000 0.000 NI2 0.000 0.000 RH3 0.000 0.000

CcocC 1.900 0.044 NI2C 0.000 0.000 SAH 2.000 0.185

CON 1.900 0.044 NI2P 0.000 0.00Q sSW 2.000 0.185

CR2 0.000 0.000 NOO 1.800 0.05Q TI4 0.000 0.000

CR3 0.000 0.000 NP 1.800 0.05Q ZN2 0.000 0.000

CT 1.900 0.044 NT 1.800 0.050
4.6 Out-of-plane Interactions
atom1l atom?2 atom3 atom4 [kdyn/rad]| atom1l atom2 atom 3 atom4 [kdyn/rad]
CA CAH CA H 2.000| CCO OcC oC ocC 0.500
CA NP CA H 2.000| CI NI CAH H 1.500
CA NP CA CuU2pP 2.000 CO2T ND NI NA 0.070
CAH NAH CAH CU2P 2.0000 COC CCcC o0ocCCc CFC 0.500
CA NP CT H 2.000 COC ccc occ cT 0.500
CA NP CA CCO 2.000 COC CCC OCCT CFC 0.500
CAH CAH CA NAH 2000 COC cCcCC occT cCT 0.500
CAH CAH CAH H 2.000| CCO CA OCoO OcC 0.120
CAH CAH NAH CT 2.000| CON CT OCO ND 0.120
CAH CAH NAH Cl 2.000| CU2T ND NI NA 0.050
CAH CAH NAH H 2.000| NI2T ND NI NA 0.070
CAH CAH NAX CT 2.000| NOO CT ONO ONO 0.120
CAH CAH SAH H 2.000| oW CT CU2P CU2P 0.500
CAH NAH NAH Cl 2.000 | PT2 NB NB NT 1.000
CAH NAH NAH H 2.000 | PT2 NB NT NB 1.000
CAH NAH NAH CT 2.000| PT2 NB NT NT 1.000
CCC CoC <coCc H 0.500 PT2 NT NB NB 1.000
CCO CT OCO OcC 0.120 PT2 NT NT NB 1.000
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