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Abstract: The group for molecular kinetics and spectroscopy at ETH Zirich investigates the fundamental
physical-chemical primary processes of chemical reactions. We have developed a conceptually new approach
to derive these primary processes of intramolecular kinetics on time scales leading into the femtosecond and
subfemtosecond domain on the basis of infrared spectroscopy with high frequency resolution but without
short-time resolution. Selected applications include intramolecular wavepacket dynamics of chemical func-
tional groups of isolated, individual molecules and IR-laser chemistry of molecules under infrared multiphoton
excitation, hydrogen bond tunneling dynamics in hydrogen fluoride clusters (HF), and the tunneling stereomutation
of prototypical chiral molecules. One of the greatest current challenges is the elucidation of the influence of the
parity violating weak interaction mediated by the Z-boson of high energy physics on the dynamics of chiral

molecules.
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1. Introduction: Molecular Kinetics
and Spectroscopy from the Pseudo
First Order Rate Law to the
Schrédinger Equation and Quantum
Chemical Kinetics

The history of chemical kinetics is deeply
linked to time-dependent spectroscopic
observation. Indeed, the starting point of
quantitative chemical kinetics was the
formulation of a time-dependent pseudo
first-order rate law for the spectroscopi-
cally observed hydrolysis (‘inversion’) of
cane sugar (Z for the concentration of
“Zucker’) in 1850 by Wilhelmy [1], given
in Eqn. (1) in its original form

dz
dr

=M -Z-8 (1)

where the concentration of the catalyst
(acid, with S for concentration of ‘Siure’)
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is considered as constant as well as the
proportionality factor M, which today
would be called the rate constant.

With the additional concept of reac-
tion mechanisms composed of elementa-
ry reactions, much of today’s chemical re-
action kinetics studies follow these lines,
with major progress having been made in
terms of time resolution, reaching micro-
seconds with the relaxation [2] and flash
photolysis [3] techniques of the 1950’s
and a few femtoseconds today [3-5] (ex-
cepting for the famous 0 fs pulses [6]).
Bimolecular reactions have also been in-
vestigated by the conceptually independ-
ent approaches of molecular beam scat-
tering [7] (see also the general reviews
[8-11]).

We have developed a conceptually
new approach to investigate fast intramo-
lecular primary processes with effective
time resolutions reaching about 0.2 fs in
practice, and even better, in principle
[12]. This approach starts out from high-
frequency resolution spectroscopy of
polyatomic molecules (but no, or unim-
portant time resolution) to derive the true
molecular quantum motion at short time,
either in isolation [12] or with strong la-
ser irradiation, which may control molec-
ular motion [13]. The method of analysis
is the time dependent (and time inde-
pendent) Schrodinger equation (in mod-
ern notation Eqn. 2 — very similar to the
original one [14]), solved by Eqn. (3)

h' 0%¥(g.t)._ =
s ;‘l -=H Y¥Y(q,1) (2)
2n or

\‘]J(q,” = [‘v(ff lll"l'(‘f.f,) (3)

The general, somewhat abstract
scheme is outlined in Fig. 1. Molecular
infrared spectra consist of many thou-
sands of lines whose positions and inten-
sities can be accurately measured. Their
analysis provides in several complicated
steps the molecular Hamiltonian operator
(H in Eqn. (2), from which the time evo-
lution operator (U in Eqn. (3)) and the
time-dependent wavefunction (g, t) are
derived. Y¥(g, t) contains all the relevant
information on the time dependent mo-
lecular motion in the complete coordinate
space (g). The experirmental results can
be compared with theoretical results de-
rived from ab initio Hamiltonians, which
may also aid the analysis of experiments.
For a detailed outline of this approach we
refer to [9-13][15-17]. We shall present
here some exemplary applications.

2. Molecular Multiphoton Excitation
and Infrared Laser Chemistry

These are new areas of chemical ki-
netics, where the analysis can either fol-
low the traditional rate equation (1) ap-
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proach or the quantum chemical kinetics
— Schrodinger equation (2) approaches.
Indeed, it can be shown, on the basis of
the fundamental Schrodinger equation,
under which conditions and in which
form the rate equation approach may ap-
ply [13][18]. The method consists in ex-
citing molecular vibrations with many
(typically between 10 and 50, but up to
500) infrared photons. Typical times are
between 1 ns and 500 ns. Recent applica-
tions concern the reactions of organic
iodides such as in Eqn. (4)

CF.1 ~_s CF, + I1(° P, F =1234)

(n=20) (4)

where for the first time the distribution of
products over different hyperfine levels
(F =1, 2, 3, 4) could be measured and
was found to be statistical, as is the prod-
uct translational and internal energy on
ns to ps time scales [19].

Another example is Cg;, which after
multiphoton excitation with about 500
infrared photons shows vibrational
preionization and demonstrated for the
first time for a neutral molecule in our
work on this example [20]

C,—25C. +e n =500 (5)

and subsequent fragmentation
C.—225CL+C,>C, +2C, efc. (6)

The most interesting fundamental
questions in this kind of kinetics concern
the role of intermolecular selectivity and
of intramolecular selectivity as outlined
in Fig. 2.

Intermolecular selectivity of the high-
ly monochromatic laser excitation im-
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Fig. 1. Scheme to derive fundamental process-
es of molecular kinetics from high-resolution
spectroscopy (after [12])

plies that we are able to select in a reac-
tion mixture the molecules we desire for
a chemical reaction. In particular, one
can select different isotopomers of the
same molecule (such as 2C or '3C in
Eqn. (4), and the method can be used rath-
er routinely for efficient isotope separa-
tion following several schemes [21-23].
Today there is still hardly a useful market
for the use of such isotopes, but once
such a market evolves (for instance with
potential medical applications of '3C),
the method can be made a starting point
for an industrial process.

In contrast to intermolecular selectivi-
ty in a mixture of molecules, intramo-
lecular selectivity would allow us to do
some kind of selective molecular ‘laser
surgery’ within a single, isolated mole-
cule (Fig. 2). It turns out that the realiza-
tion of this dream of ‘mode-selective
chemistry’ requires a deeper knowledge
of intramolecular processes.

3. Intramolecular Vibrational
Redistribution and Quantum
Wavepacket Motion for the
Dynamics of Functional Groups

What happens in a molecule upon lo-
cal excitation of an infrared chromophore
(Fig. 2)? How does the energy migrate
from one part of the molecule to another?
How do molecules really move? These
questions are at the starting point of
chemical reaction kinetics and shall be
answered here for the fundamental exam-
ple of just two coupled molecular vibra-
tional modes in organic molecules of the
type HCX,, where for short times (up to 1
ps) just the C-H bond stretching and the
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Fig. 2. Intermolecular and intramolecular selectivity in laser chemistry (after [21])

C-H bending vibration exchange excita-
tion energy. The quantum motion can be
described by a two-dimensional potential
similar to a bathtub, with equipotential
lines of the same potential energy being
depicted in Fig. 3 [24]. One may consider
the description of quantum motion like
‘waves in this bathtub’, where the abso-

lute square of the wave function (|¥?)
gives the probability density of the posi-
tion of the H-atom along a stretching or
bending direction. There have been in the
past two fundamentally different descrip-
tions. In the first, the excitation remains
localized in one or the other direction of
motion (pictures N in Fig. 3, for ‘normal
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mode description’), depending on the ini-
tial excitation, perhaps with slow, period-
ic exchange between the two directions
of motion.

In the other description, S in Fig. 3
(which forms the basis of statistical theo-
ries like the transition state theory of
chemical kinetics), the excitation is delo-
calized on the average over the whole
energetically accessible coordinate range.
Fig. 4 shows how for the molecule CHF;
an initial pure stretching excitation (0 fs)
spreads over the whole coordinate range
of stretching and bending in less than 100
fs. The probability densities |¥|? really
look like waves covering the whole bath-
tub. The interpretation gives a loss of lo-
calized structure in addition to energy
migration, a typical quantum mechanical
effect [11][25][26]. While the result
shown here dates back some time and is,
indeed, the very first experimentally de-
rived multidimensional molecular femto-
second wavepacket for energy migration,
there have been numerous results since
then, showing very different behavior for
this wavepacket evolution for different
functional groups in molecules. For in-
stance the R—-C=C-H group leads to rath-
er long-lived C-H stretching excitations
with relatively slow energy migration (10
ps to 1 ns) and further interesting phe-
nomena are observed for chiral XYZCH
[27-29], aldehydic C-H in R—-CHO [30]
and other characteristic chemical envi-
ronments [15-17][27][28]. The discov-
ery of mode-selective energy migration
[25-28] has opened numerous avenues
for future studies. It is expected to re-
place old dogmas related to the transition
state theory of chemical reactions and
may allow the design of intramolecular
energy transport in the future.

4, Tunneling Reaction Dynamics in
Hydrogen Bonds of (HF),
Complexes and in the
Stereomutation of Simple Chiral
Molecules

The quantum mechanical tunnel ef-
fect plays an important role in many areas
of atomic and molecular physics and is
expected to be particularly prominent in

Fig. 3. Scheme of equipotential lines and prob-
ability distributions in a model of two coupled
molecular vibrational modes (after [24])
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chemistry whenever hydrogen atoms are
involved in a reaction. As a first proto-
typical example studied by the spectro-
scopic approach described in Fig. 1, we
mention hydrogen-bond dissociation and
rearrangement dynamics in hydrogen
bonded (HF),:

H
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These processes are of fundamental
importance for our understanding of the
dynamics of hydrogen-bonded liquids
such as hydrogen fluoride itself [31], but
also water, which is similar, though more
complex, and hydrogen bonds in biomol-

ecules. We have been able to show that
the switching process (7) depends strongly
on the type of excitation of various vibra-
tional and rotational modes in the com-
plex, and falls in the range of 10-100 ps
times. In contrast, the dissociation (i.e.
evaporation-like) can take much longer,
even nanoseconds, even if the total ener-
gy in the complex is more than sevenfold
the energy needed to break the hydrogen
bond (about 12.7 kJ mol-') [32]. Again,
the time needed depends very strongly
upon the nature of the initial excitation,
not just the total amount of energy in the
complex: It is highly mode selective and
nonstatistical [31-34].

Another interesting and fundamental
class of chemical reactions where we
have observed this nonstatistical, highly
mode selective behavior, is the tunneling
stereomutation in simple chiral prototype
molecules such as nonplanar X-Y-Y-X
molecules which are axially chiral [35]
(such as hydrogen peroxide H-O-O-H

CHIMIA 2001, 55, No. 10

Fig. 4. Wavepacket motion for the two strongly
coupled CH-stretching (Q.) and CH-bending
(Qp) vibrations in the CHF; molecule [¥(Q,
Q, t)R is the probability distribution on the fs
time scale after initial CH-stretching excitation
att = 0 (after [11]

or pyramidal amines (R;R,R3;N)
[36][37]. The chemical reaction of stereo-
mutation transforms the chiral R-enanti-
omer into the S-enantiomer (or P into M
in axially chiral molecules):

R&S 9)

The time scales in aniline (-NHD)
(CcHs—NHD) are 700 fs to a few ps, de-
pending on whether promoting (catalyz-
ing) or inhibiting modes are excited
[351[37]. Tunneling stereomutation in
hydrogen peroxide is similarly mode se-
lective with various excitations [35].
While such results are important for our
current and future understanding of
chemical reaction dynamics, the study of
chiral molecules opens an avenue of re-
search that may prove revolutionary in
the future of the fields bordering chemis-
try and physics and will be addressed in
the last section of this short report.
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5. The Influence of the Z-Boson of
Elementary Particle Physics on the
Chemical Dynamics of Chiral
Molecules

Fig. 5 illustrates the stereomutation of
an axially chiral molecule CI-S-S—Cl in
a simplified one-dimensional potential
diagram. In the traditional quantum
chemical picture, such a potential arises
in the framework of the Born Oppen-
heimer approximation using as a founda-
tion the electromagnetic interaction, as
one of the four fundamental interactions
of physics, which leads to an exact sym-
metry and energetic equivalence of the
enantiomers. This symmetry is in fact in-
dependent of the particular approxima-
tion and depends only upon the funda-
mental physical interactions incorporated
in the treatment. These fundamental in-
teractions are distinguished ‘ab initio’ by
their symmetries (see Fig. 1), which can
thus be tested. Whereas the electromag-
netic interaction is mediated by photons
and shows the inversion symmetry men-
tioned, which leads to conservation of the
quantum number parity, the Z-boson me-

diates the so-called weak interaction,
which adds an effectively antisymmetric
potential to the one shown in Fig. 5. Thus
the two enantiomers are no more energet-
ically equivalent, but have slightly differ-
ent energies. It turns out that these energy
differences are exceedingly small, on the
order of 10-'! Jmol-!. Only recently have
accurate calculations of this effect been
possible [38-40], showing that it is in
fact orders of magnitude larger than pre-
viously anticipated. Experiments to
measure the energy difference have been
proposed, but have not yet been carried
out [41][42]. Whether or not the energy
differences are important, depends upon
the relative magnitudes of tunneling
splittings AE, for stereomutation in the
symmetrical case and of parity violating
energy asymmetries AE,,. Most recent
calculations have for the first time shown
the transition between several regimes of
chiral molecules, those like H,0, and
aniline-NHD, where parity violation is in
fact unimportant, and those like S,Cl,,
where parity violation dominates. In-
deed, the time for parity change is esti-
mated here to be about 15 s only, whereas

V(x) ,cis Cis
hcem |
6000 |
4000+
2000}
O, ; : : - ; o
0 60 120 180 240 300 360 T/
Molecule [ref.] AE ., At AE, T
(J'n'jrltl ) : (hcdem ! s
H,0, [35][38][40] 4 x 1014 400 11 3 x 10-12
D,0, [35][40] 4 x 1014 400 2 2 x 101
H,S, [39][43] 1x10-12 16 2 x 106 2 x 10-
D,S, [43] 1x10-12 16 5 x 10-10 0.07
2S5 [43] 1x1077< 16 1 x1071e 33
Cl, [44] 1x 1012 16 << 10-70 >> 1080
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the tunneling stereomutation time would
exceed the age of the universe. D,S, and
T,S, fall in an interesting intermediate
range [43][44]. These results change our
understanding of the dynamics and kinet-
ics of chiral molecules (Table).

In the more distant future, this kind of
spectroscopic investigation on chiral
molecules might lead to fundamentally
new physics in relation to the symmetries
C, P, and T, to our understanding of the
symmetry of space and time directions,
and the possibility of an absolute molecu-
lar clock defining a time direction, not
just time intervals {42].
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Fig. 5. Stereomutation in the chiral CI~-S-5-Cl
molecule. The picture shows the symmetrical
torsional potential for transforming the P-enan-
tiomer into the M-enantiomer. There is an ad-
ditional asymmetrical potential from the weak
interaction, which is about 15 orders of magni-
tude smaller but governs the dynamics of chi-
rality (after [44])

Table. Parity violating AE,,, energy differences
and times (Aty,) for chiral molecules as well as
tunneling splittings AE. (and tunneling periods
1) for the symmetrical potentials.
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