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Part 1: We try to remember CHE502
— a little bit of Quantum Mechanics (QM)
— a little bit of Statistical Mechanics

Part 2: Statistical Mechanics via molecular simulations
(MD & MC)

— Modeling

— A Few Necessary Approximations & Tricks

Part 3: Extracting Information from Simulations
— Statics (thermodynamics)

— Dynamics (kinetics)
Part 4: Other Simulation Methods

Part 5: Examples, Computer Lab
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VISTEC, ESE program

Part 1 CHEbS02

— Quantum Mechanics
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Time independent Schrodinger Equation

H \PilaiQai?))-“(xl’ :,UQ’ :’U37 "') — E’il,’l:g,’ig,... : qj’il,i27i37“,(w17$27w37 ...)

H: 0 (describes the system (atom, molecule, ...))
Ui isis... (1, 22,23, ...): Wavefunction, eigenfunction, also called state,
with n independent variables x; and n quantum numbers ¢;

Ei, i,.i4....: Energy eigenvalues
Hamiltonian H Eigenvalues E Eigenfunctions ¥
particle in box E, =h?/(8mL?) -n*,n=1,2,3... Cosine
harmonic oscillator FE, = hw(v+1/2) ,v=0,1,2,.. Hermite-Gaussian
rigid rotor E,=h*/(2D)I(l+1),l =0,1,2...  spherical harmonics (I, m)
hydrogenoid E,=-R-1/n*,n=1,2,3... *
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— Statistical Mechanics

If we know (or can construct to a good approximations) all

(or at least a "representative sample” ) of the (micro-)states of a system
that are compatible with our macroscopic state

(e.g. NVE, NVT, NpT, uV'T, ...)

then we can (in principle, if not practically) compute its partition function
(called ©2, Q (2), Z, ...)

We have studied a few cases, where the ratio of partition functions

(= the equilibrium constant k of a gas-phase reaction)

can be obtained to a good approximation using only the first term of the
partition function

(i.e. only one of the very large number of possible states)

This is, however, quite exceptional, and in most cases we have to
do a more careful job.
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(), the canonical partition function (sum of states Z)

Q= > exp(_EiglfV’T))

all states 2

The average value (...) of any quantity (observable) A over the given
ensemble (NV E, NVT , etc.) is given by (just two examples):

(A)r = % Alp,q) - oxp —2\2:9)
all p,q

dp dg

kgT
where ¢ stands for all positions variables (x1,y1, 21, T2.Y2, --...... L ZN)
and p for all velocity variables (VL1 VYL cevvmnnaaeaeeenn ,UZN )

So the integrals are 6 N-fold integrals ([ [ [ ...... [) over the (g, p)-space,
which is called phase space
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From Q (NVE), it is

(A =5 /H A(p,q) - 0(E(p,q) — Eo) dp dg (Av(2)

In both cases (and in all other cases):

= not really doable (toomany [ [[ [[[ [[[[ ... dz1idzadasd... dvidvad...)
= simulations
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First (this part)

— Conceptual and (some) technical /mathematical /computational
background

Then (next part)

- Molecular simulations are one way to do statistical mechanics
- Molecular Dynamics or MD
- Monte Carlo or MC
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We observe: people say: " The spectrum is the fingerprint of a molecule”
Is this true?
Always?
Under which conditions?

microscopic interpretation MACROSCOPIC spectrum

(on a screen or a piece of paper)

IR absorption spectrum of formaldehyde in gas phase
CHy sym. stretching vibration — —
CHy asym. stretching vibration 3 | ]m
C=0 stretch B e
% | -_"12 sz.:.ii'oi;:-ui

e a?urr:?:’t.ﬁet-:h 17'{5“'3:8"'"1
How can they know that? IR ey e

Formaldehyde gas phase IR spectrum

H,C=0, so0 12-6 normal modes

1 molecule some 107 molecules ( 107°% Ny )
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We observe: people say: " The spectrum is the fingerprint of a molecule”

s this true?
Always?
Under which conditions?
microscopic interpretation
P P MACROSCOPIC spectrum
(on a screen or a piece of paper)
IR absorption spectrum of formaldehyde in gas phase
CHs sym. stretching vibration S ———
CHy asym. stretching vibration 3 T 1’“
C=0 stretch £ N e e
% -_"1’.-' sz.:.ikoigc:-c.auk
s asgrr:?:’t.ﬁet-:h i Eozfj""'
o = = = = trateh = = =
How can they know that? o o %% Frequenny o e
Formaldehyde gas phase IR spectrum
H,C=0, so0 12-6 normal modes
1 molecule some 101" molecules ( 107°% Ny)
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They know it based on assumptions such as:

— All HyCO molecules 'do the same thing' (vibrate, rotate, ...)

— They do it independently of each other
(i.e the vibration of molecule i does not change whether or not another
molecule j is nearby)

'independent’ means that the molecules do not interact, or, better,

that their interactions can be neglected

because (e.g.) the interaction energies involved are (very) small compared to some
other

energies of interest,

e.g. the thermal energy kg1', kg is Boltzmann's constant.

adapted from the 2018/2019 lecture notes page 11
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They know it based on assumptions such as:

— All HyCO molecules 'do the same thing' (vibrate, rotate, ...)

— They do it independently of each other
(i.e the vibration of molecule i does not change whether or not another
molecule j is nearby)

'independent’ means that the molecules do not interact, or, better,

that their interactions can be neglected

because (e.g.) the interaction energies involved are (very) small compared to some
other

energies of interest,

e.g. the thermal energy kg1', kg is Boltzmann's constant.

What happens if these assumptions are not valid any more?
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More things to think about:

— Think e.g. of a typical property of a liquid like 'viscosity’. One molecule
does not have a viscosity, two molecules don't have a viscosity, ... , and
you could actually ask yourself:

How many molecules does it take so that something like viscosity arises?

— So we need a technique to treat many (enough) molecules.

(/f we are after something like "viscosity” (only an example!) we need not
only to know ‘on the average' where the molecules are (the 'structure’,
thermodynamics), but also how they move (the 'dynamics’).

We shall not deal much with this aspect here.

— And last but not least:

Nothing occurs at 7' = 0 K. We need also to understand the effect of
temperature.
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In other words

— The properties of matter (e.g. its structure, (e.g. phases in solids, but
also in liquids), internal energy, viscosity, diffusion, ...)

cannot be related to the properties of a single molecule alone.

Such properties are properties of ensembles of many (how many?) molecules.
Such properties depend on the conditions e.g.:

temperatures T', density p, pressure p, ...

— Most methods in theoretical chemistry consider only the (potential)
energies at T = 0 K an thus neglect the influence of the kinetic energy

(entropy).

— This is sufficient in many cases, e.g. when energy differences between
educt and product in chemical reactions are large.

However, many reactions, e.g. in biology, are so fine-tuned that e.g.
temperature becomes a very important factor
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The solution
— Ludwig Boltzmann (1844-1906) and statistical mechanics

Statistical mechanics ~ statistical thermodynamics
~ statistical physics ~ many particle physics ~

— Analytical work
Very simple models, gas phase ((almost) independent molecules),
some crystalline solids (— phonons]

— Molecular simulations

allow to go beyond simple (e.g. harmonic potentials)
and 'academic’ cases, liquids, interfaces, inhomogeneous systems, ...
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Here we shall briefly look at the ” partition function”

and then study one simulation method: Molecular Dynamics (MD)
the other important one is (Metropolis) Monte Carlo (MC),

and there are several others (to be discussed if we have time)

Historic remark:
Numerical work (e.g. MD, MC) was not possible before computers

became generally available (1970ies with some precursors
(Edward Teller, Bernie Alder ...) since the 1940ies (Manhattan Project))

Theoreticians were used to search for 'analytical solutions’
(i.e. finding mathematical solutions of
(usually differential or integral) equations)

Simulations required a different way of thinking,
they were thus often called computer experiments
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—> So we can say:

Statistical mechanics is a method to deal with systems
of many interacting molecules at finite temperatures.

microscopic MACROSCOPIC

adapted from the 2018/2019 lecture notes page 17
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= Ludwig Boltzmann and Statistical Mechanics

REPUBLIKOSTERREICH
Y Q z 8
_I.'.!':I !'\ 2 )
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vh e
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Note: Ludwig Boltzmann probably knew nothing
about quantum theory.
Max Planck’'s famous seminar

(introducing the 'quantum’, Planck’s constant (h or %) )
in Berlin was on Dec. 14, 1900.

q
o

1844 -1906

WIKIPEDIA says it all:

It (i.e. statistical mechanics) provides a framework for relating the micro-
scopic properties of individual atoms and molecules to the macroscopic
or bulk properties of materials that can be observed in everyday life
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The basic tenet of statistical mechanics:

microscopic
microstates
atoms, molecules
Hy
Hy = ih%e
Schrodinger equation
— need to simplify
(coarse grain)

adapted from the 2018/2019 lecture notes page
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MACROSCOPIC
MACROSTATE
pressure, temperature ,
VISCOSIty,
p, V.T,Q,AU,S, ...
observables
thermodynamics,
classical theories

19
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The problem is:

Under “normal“ conditions (i.e. at T > 0) there are,
for any (physical /chemical) system*,

NOT ONLY ONE,
but very, very, very many
microscopic states (microstates)
that are compatible with

ONE given MACROSTATE of that system.

* System: E.g. some condensed phase: A liquid, a supercritical fluid
(vapor), a solution, a mixture, .....

adapted from the 2018/2019 lecture notes page 20
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Example

Take 1 mole of water.

Gibbs' rule (remember?) says you can specify (e.g.)

N (1 mole), the pressure (e.g. p =1 bar), and the temperature (e.g.
T =298 K).

When you have specified these 3 quantities,

you cannot specify any 4th one (e.g. some volume (V = n cm?))

with these given values for N, p,T

the system will just "have’ the volume it wants.

This is one MACROSTATE of this system
and you can do classical (or phenomenological) thermodynamics
(AU, AG,AS,cp, cy, ... see part 2 )

adapted from the 2018/2019 lecture notes page 21
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Example (in principle only, in reality it's much more complicated)

1 2 3 4
vin vin’ v'’]’n”’ microstate 1
microstate 2

9 9 b %29 99 %9
VJI] v J n v J n microstate 3

(different colors mean different values)

All these (and many more) microstates can lead (be compatible with)

the same MACROSTATE (N, p,T)
(— principle of equal 'a-priori’ probability)
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Very important

At the conditions in chemistry (7" ~ 200, 300, 400... K,

and for 'heavy enough’ molecules (m > myy,))

the translational /rotational /(vibrational) microstates can be described by
classical (Newtonian) mechanics

instead of quantum mechanics (Quantum numbers — positions and velocities)

(remember the 'de Broglie wavelength’ A = h/p = h/(mwv) , p momentum, v velocity)

— Assuming that there is no electronic excitation
(we stay in the electronic ground state)
we can do classical (Boltzmann) statistical mechanics.

This also implies that we have many more microstates than particles, so
we can neglect spin (Pauli principle)

If not: — quantum statistics:

Fermi statistics (fermions), Bose-Einstein statistics (bosons)

example: electrons in metals (Fermi)
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Summary of the introduction to stat.mech.

A MACROSTATE is completely described by only very few macroscopic
variables, e.g. N;, V., p, ..... (— Mr. Gibbs)

We can never (really never never ever!) hope to know _all* microstates

P;

Using, as just argued, classical mechanics, we can call:
P ={r1,72, T3, ....; TN, , U1, U2, U3, ...., Un, at (say) some time ¢, }

one (of many) microstates of a chemical system compatible with one
MACROSTATE.

* Roughly: There are more microstates in a glass of water than stars
(possibly atoms) in the universe!
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Summarize the Simplifications

(i)( If the temperature is sufficiently high and/or the particles suffi-
ciently heavy (i.e. the de Broglie wavelength A = h/p is small compared
to the dimension of the particles) the atoms/molecules can be consid-

L] ) L] L] ) [l 2_).
ered as 'classical’ particles, subject to Newton's equation M, - % =

Fi() i=1,..,N .
— Exit Schrodinger’s equation (for the nuclei ONLY!)

(ii)) We can in some way 'pre-calculate’ the interactions between the
molecules and use these pre-calculated interactions (the model) in our
study.

This 'removes’ the electrons (which are at the origin of the interactions)
from the problem (The Born-Oppenheimer approximation)
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What to do about all this?

level of description What can be done?
of microstate

everything quantum mechanical = almost impossible

except in very simple cases

classical mechanics highly simplified problems

e.g. particle in the box, rigid rotor analytical theory
harmonic oscillator —partition function
Part 4
classical mechanics, Born-Oppenheimer Computer simulations
interaction models MD or MC
Parts 5,6

(some) electrons QM

nuclei classical = special simulations
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Part 4

Statistical thermodynamics,
a few analytical results

This is entirely taken from Mc.Quarrie, Statistical Mechanics
see Wilson, Decius & Cross for Normal Modes

adapted from the 2018/2019 lecture notes page 27
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We start from the assumptions just described (classical mechanics, forget
about spin) and introduce Boltzmann's basic concepts (with a minimum
of math, see textbooks for a rigorous treatment).

At the end, we will see that QM sneaks in again

— isotope exchange equilibria
— ortho-para hydrogen problem

adapted from the 2018/2019 lecture notes page 28
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Philosophy gets on my nerves. If we analyze the ultimate ground of
everything, then everything finally falls into nothingness. But | have
decided to resume my lectures again and look the Hydra of doubt straight
into the eye, (Ludwig Boltzmann (1844-1906))

Boltzmann (11906) did not know about quantum mechanics,
but firmly believed in the existence of 'molecules’

So the arguments leading to the correct
statistical mechanical expressions,
(essentially the 'partition functions’,
called 2, QQ = Z,= ... , as the case may be)
where much more difficult for him (i.e. using classical mechanics)
than for us (since we can define 'state’).
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The basis idea is that there are an extremely large number of micro-
(quantum-) states that all lead to the same macroscopic state, charac-
terized e.g. by a certain number of molecules N in a certain volume V
having a certain total energy E (thus (NV E))

(or (NpT)or (NVT) or (upT) or (N1 N2, V, E) or ...(Gibbs phase rule) )

If one knows (or knows how to construct for a model)

all possible micro-states

one can (try to) compute the so-called 'partition function’

(German Zustandssumme = sum over states)

by summing (integrating) over all (supposedly known) states compatible
with the given conditions (e.g. NpT).

If one has this partition function (€2, @ (Z) as the case (i.e. the external
conditions) may be)

thermodynamic averages, i.e. the average value of observables under
the given conditions, can be obtained.

adapted from the 2018/2019 lecture notes page 30
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under conditions of N, V, E' constant,
the partition function is call microcanonical ) (capital w, o-mega)

under conditions of N, V., T constant,
the partition function is call canonical () or Z

(this is the one mostly used)

under conditions of u, V,T' constant,
the partition function is call grand canonical = (capital &, xi)

under conditions of ........ constant,
the partition function is called .......

We shall deal, very little, only with €2 and ()
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From the partition function @) (Z, €2, ...) one can compute thermodynamic
quantities like entropy, free energy, ..

From (2

S = kpInQ (the most famous equation)

a

It says W, from German 'Wahrscheinlichkeit'
(probability), because that is really what it is

(as we shall shortly see)
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From (), the canonical partition function

4: Part.fct.

@= Y e

all states 2

Oln Q)
S:kBT< T )N,V+kBan
01
() = kT" ( (‘)Ifll”Q)Nv

For an equilibrium

voA + B = v.C + vgD

81I1Q %—kBT In qA(V,T)

-7 (359)
Ha B ONy, /NV,T Ny

q is the molecular partition function (see later)
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The average value (...) of any quantity (observable) A over the given
ensemble (NV E, NVT , etc.) is given by (just two examples):

From @ (NVT)

1 E(p,q)
<A>T—@ . A(p,q) - exp T dp dg (AvQ)

From Q (NVE)

1
(A)p =5 / A(p,q) - 0(E(p, q) — Eo) dp dg (AvQ?)
all p,q
where ¢ stands for all positions variables (x1,y1, 21, 2.Y2, -....... ,ZN)
and p for all velocity variables (VX1 VYL eevevnnnnnaaaann ,UZN )

So the integrals are 6 N-fold integrals ([ [ [ ...... [) over the (g, p)-space,
which is called phase space

adapted from the 2018/2019 lecture notes____page 34
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We will look only at one case: "the diatomic ideal gas”
(see McQuarrie for details)
under NV'T conditions — canonical partition function @ (Z)

Even though we will use classical statistical mechanics, it is simpler to
argue with QM

The wavefunction for one molecule is assumed to be

U = wtrans ) ¢rot ) wvib ) welect

(this is not always possible, nuclear spin is neglected)

We will use the following approximations:

Wirans: particle in box states, continuum

Yrot: rigid rotor states, almost classical

Wirans: harmonic oscillator states, can be summed analytically

Welect: Whatever you have computed quantum mechanically,
ground state only
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We can then compute a 'molecular partition function’ ¢

qd = {Gtrans ° Grot * 4vib * Gelect

and since the molecules are assumed not to interact (ideal gas):

qN

=W

(It is with these approximations that most quantum chemistry programs
propose values for such quantities)

All this is not easy, it takes one semester to derive the expressions,
and we have no time to do it here
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Gmolec = {trans * qrot * qvib * Gelect

Approximations:
Gelect: Only electronic ground state

Gerans: Particle in box states
grot: Rigid rotor states
¢vib - Harmonic oscillator (normal mode) states

Remember?
Hamiltonian Eigenvalues Eigenfunctions
particle in box E, = h?/(8mL?)-n*,n=1,2,3...
harmonic oscillator FE, = hw(v+1/2) ,v=0,1,2,..
rigid rotor E, =n?/2DI(1+1),l=0,1,2...

adapted from the 2018/2019 lecture notes page 37



VISTEC, ESE programs, course CHE 502, academic year 2018/19 4: Part.fct.

So, basically, we have to do sums like:

—Cn?
Qtrans = Z exp T for the z, y and z directions

—DI(I
Qrot = Z exp ]f1(3 ; ) for the 3 axes of rotation (moments of inertia)
=1

i +1/2 .
Qvib; = Z exp — (vi +1/2) for each mode ¢ (only 1 here)
kT

v; =0

with C, D, £, constants, see previous page

This can be done (maths), we'll only quickly look at the vibrational part
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— The infinite sums can be carried out either exactly or to a very good
approximation (see textbook)

— So we need to find
the Cs, Ds and &s

— For a molecule, (except for constants),

C contains the masses m,

D contains the moments of inertia I (from the masses and the geometry)
and & contains the vibrational frequencies

— This data is available in (from) quantum chemical programs
(GAUSSIAN and such), so thermodynamic quantities can be computed
with these approximations

(non-interacting molecules, rigid rotor, harmonic frequencies)
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Example: Equilibria (see McQuarrie's book p.143 )

from the equilibrium condition : at 7',V = const. : Z vi; =0
N, '
Zz‘ N;

mole fraction

vV, =

N2 2
A+B=2AB , K=_48B_ = - _das
Ny - Np dA - 4B

So we need to find the individual gs for the molecules A, B and AB,
combine them to get the (s

(which will be simple and only the qs survive, see above),

and compute from them the ....... , see equation .... above

In most chemical reactions, the main contribution to K comes from the
Qelectr-pParts of the partition functions
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Let's test this in a particular case:

experimentally : Hs +Do = 2HD |, K# — =4

K becomes = 4 only when T" — co. Why this?

It cannot be the gqlectr Since the electronic energies are the same
for Hy, Do and HD (Born-Oppenheimer approximation)
So what is it?

Equilibrium constant, see e.g.
http://www4.ncsu.edu/~franzen/public_html/CH795N/lecture/XV/XV.html

We note in passing: The partition function contains no information about
how the system gets from one state to the other, no time
(like when you consider equilibria (say chemical potentials 1), you do not

adapted RV BI85 FISTEe MRk dons iii)gagk kT each equilibrium)
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Hs 4+ Dy &= 2HD

— Qelect 1S the same for Hy, Do, HD

— One can check (not done here) that ¢, also does not contribute
(even though the Is are not the same)

— this leaves gyip,

We go to a sufficiently low temperatures™ so that the sum in ¢, can be
approximated by the first term, ¢ = 0, i.e. the zero point energy, ZPE

* but not too low, otherwise, in Hydrogen, other quantum effects (ortho-
vs. para-hydrogen) have to be considered
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H D HD HD

2 2

\_/
AV

bond stretch bond stretch

bond stretch bond stretch

k
h h\ﬁ 1 1 1
ZPE:;: 2“ .  wesetmpg=1,mp=2, k=1,

1 2
h=1 :>/“LH2:§7/'LD2:17:LLHD:§

S
[\ [S]
—
[ \)
N—"

2 1
ZPEH2 = 7 + ZPED2 = 5 /PEgp =

Energy balance : 1.207 < 1.225
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So the energy is a bit lower on the left hand side,
the partition function (exp(—....) thus a bit higher,
and K thus less than 4

Of course, the deviation of K from 4 will depend on temperature:

the higher T', the smaller the deviation

(as befits a quantum effect: when all vibrational levels become populated,
the effect goes away)
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Excursion: Normal Modes (spectroscopy, computing simlified partition
functions, ...)

In some cases, Newton's coupled differential equations:

do have an analytical solution.

The most famous case are 'normal modes’
(physicists talk about 'group coordinates’),
which exist ONLY if the right hand side
(rhs, i.e. the potential V and forces 13)

. % . T ,
have a very special form and the motions are 'infinitesimally small
around an extremum (usually minimum, however, — transition states).

Normal modes are a generalization of the well-know

harmonic oscillator problem

* Otherwise, the equations cannot be solved analytically (Henri Poincaré)
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Reminder:

— — EU:h —
W — w(v—|—2)

m: the mass; k: the force constant (2nd derivative of potential)
w: frequency, v vibrational quantum number

( Note again the the frequency computed from classical mechanics is used
in the expression for the quantum energies)

Classical solution:
Ax(t) = A - cos(wt) + B - sin(wt) = C' - cos(wt + 9)

Azx(t) = x(t)—xg: a displacement with respect to an equilibrium position
A, B, C, ¢ from the initial conditions
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for two masses m and M (and one 'spring’) on has:

k 1 1 1 1
W = ; 3 ;:E—'_M ) andE,U:hw(rU_i_§)
Spring: Hooke's law V' (z) = k- (z — x)?

(often written as V(z) = k/2 - (x — x9)?

For more masses and 'springs’, we generalize the springs as:

V= Z kijpip; (which can be expanded as V = Z Ccrp uy uy )
"7 Kkl

k;; are (generalized) force constants (force field),

p internal (Wilson) coordinates (stretch, bend, torsion ...)
x,Y,z . __— . .

w,’”" are (infinitesimally) small displacements

of particle k£ in x,y or z direction

Such a 'harmonic’ potential can be obtained by expanding any potential
around an extremum (minimum)

This is what the quantum chemistry codes do.
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With this potential (bilinear form) Newton’s equations of motion can be
solved analytically

(see Wilson, Decius and Cross)

and one gets for the motions of particle 7:

N
Fi(t) =7 =) Ay -Qf -cos(Qy-t+6y)
J=1

There are (if ....) N/ =3N — 6 normal modes for a system (molecule)
of N masses, N' = 3N — 5 for linear systems (molecules)

A; and 07 are arbitrary amplitude and phase factors
(which depend on the initial conditions)

Q7 are vectors (the normal modes) describing the relative motion
of atom ¢ under mode J.
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Properties of normal modes, look at the equation:

- All atoms 7 in a normal mode J move 'in phase’ (or anti-phase), the A
and 0 depend only on J, not on ¢

- Normal modes are 'orthogonal’ (or adiabatic) to each other,
this means a mode J will not transfer vibrational energy to another mode
(you know that e.g. in molecules this is not entirely true)

- Normal modes are the main tool to assign and interpret

vibrational spectra (IR, Raman)
the symmetry of the normal modes is related to the selection rules

adapted from the 2018/2019 lecture notes page 49



VISTEC, ESE programs, course CHE 502, academic year 2018/19 4: No.Mod.

We can uses the frequencies €2 from the classical normal mode calculations
to obtain the QM energy levels
The quantum energies are, since the modes are independent:

1 1 1 1
) I h(Q1(‘U1+§)+QQ(’02+§)+Q3(Us+§)+---+QN(’UN+§))

( NV independent modes = N quantum numbers v )

Some words of caution:

Since normal modes are independent, i.e. do not exchange energy, a
normal mode system will not evolve toward thermodynamic equilibrium!

Refer to:
— Your spectroscopy class (IR, Raman)

— Statistical mechanics (the Qs for the vibrational partition function)
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What have we missed up to now? Mostly intermolecular interactions
(real gas, fluids, liquid, solid ... condensed phases)

Let's go back to Ludwig Boltzmann
(who could not know quantum mechanics)

—He thought about N classical particles (beads) interacting in some way
through potentials.

—He would then get the 'states’ by solving Newton’s equations for the N
particles (numerically or otherwise)

and write down the positions and velocities at regular time intervals.
The total energy would stay constant due to the properties of these
equations (see above).

—Summing over the so-defined 'states’

(and there is a difficulty here that only quantum mechanics could resolve)
he got a slightly different partition function (called microcanonical, §2)
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Reminder:

Statistics where the spin contributions can be neglected (e.g. molecules)
are called 'Boltzmann statistics’
If the spin cannot be neglected
(symmetry of wave function, Pauli principle)
we have either 'Fermi statistics’
(e.g. 'free’ electrons in solids, spin = 1/2, fermions)
or 'Bose.Einstein statistics’ (spin 1,2,3, ...., bosons)

"Fermi statistics’: electrons in solids, Fermi surface,
Fermi energy (which is usually >> kgT), .......

'Bose statistics’, e.g.: He-*He mixtures below 4 K
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