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Introduction

Condensed matter physics consists in the study of matter in its solid form.
When atoms are arranged in ordered patterns, new physical properties arise for
phenomena such as electric conductivity, or magnetism. Theoretical models using
statistical and quantum mechanics as well as electromagnetism are able to account
for these emerging properties, which are very diverse. When increasing the inter-
actions among the electrons, atoms, and spins, the emerging properties become
even more exotic. Numerous phases arise such as superconductivity, charge density
waves, multiferroics, and Metal-to-Insulator transitions. These emerging proper-
ties have extensively been studied near equilibrium, but what happens when the
material is strongly excited and is far from equilibrium? This highly excited ma-
terial evolves in time with characteristic timescales, related to the different inter-
actions among the various degrees of freedom. In order to view this time evolution
of the excited material, the observation has to be faster than these characteristic
timescales, which is in the order of tens of femtoseconds for the electron-lattice
interaction. Therefore observing materials faster than the time needed to reach
thermodynamic equilibrium can lead to the discovery of new out-of-equilibrium
phases, which emerge from pure particle interactions.

The exotic phases at equilibrium occur in a class of materials called strongly
correlated materials, which are materials that can not be described with non in-
teracting particles. One of the most striking consequences of these interactions
are Metal-to-Insulator transitions, especially the Mott transition where each elec-
tron localizes alone on an atomic site because of on site Coulomb repulsion. This
Mott insulating phase is a corner stone for strongly correlated materials and is
present in many materials including high temperature superconductors. Although
this transition is viewed as purely electronic, the interaction between the lattice
and the electrons is still an open question. The electron-phonon coupling is a
fairly hard value to estimate with standard near equilibrium experiments and is
crucial for the superconductivity theory. In this thesis, I performed ultrafast time-
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resolved experiments that observe the different degrees of freedom faster than their
relaxation time between each other. The materials are highly excited and in an
out-of-equilibrium state. They are then observed on an ultrafast timescale. These
ultrafast experiments have been for the last 30 years a very successful way to esti-
mate the electron-phonon coupling. Femtosecond laser pulse excites the electrons,
which are decoupled from the lattice for a few tens of femtoseconds. The relaxation
rate provides a way to estimate experimentally the electron-phonon coupling. The
coupling between different degrees of freedom can also be disentangled since the
electrons, phonons, and spins have different characteristic timescales.

Originally photoexcitation of materials was done to study the relaxation chan-
nels to recover the initial state. More recently, it has been demonstrated that light
can act as an equivalent thermodynamic variable. The laser pulse can photodope
or act as an intense field that transforms the material. The photons act as an
ultrafast control parameter for the properties of the material, laying the path for
ultrafast electronic devices such as switches. Different phase transitions have been
observed with intense laser pulses but the driving force has not yet been clearly
identified. The question is: are the electrons or the lattice responsible for the
phase transition?

In order to try to answer these questions, I have studied a very well known ma-
terial, V5Og, which is a Mott-Hubbard insulator prototype. It has been extensively
studied near equilibrium and existing theories can explain most of its properties.
To disentangle the effects of temperature, the phase specificity, and the universal
behavior, the whole phase diagram was explored in out-of-equilibrium conditions.
The time-resolved experimental techniques used to probe the material were optical
reflectivity, X-ray diffraction, THz spectroscopy, and Angle Resolved Photoelec-
tron Spectroscopy (ARPES). Although none of these experimental techniques are
newly developed, the use of many different probes to study a same phenomenon in
out-of-equilibrium is rarely done. Comparing the different results is crucial since
X-ray diffraction views mostly the lattice while ARPES observes mostly the elec-
trons. The electron-lattice interplay could therefore be precisely mapped. Another
Mott insulator, BaCo;_,Ni,S,, has also been studied with time-resolved ARPES
in this thesis in order to identify the general trends of out-of-equilibrium Mott
insulators.

This thesis is separated into 6 chapters, the first three introduce general con-
cepts about the physics of the material and the experimental methods used. The
last three present the results obtained on V,03 and BaCo;_,.Ni,Ss; during the
course of my Ph.D.

The first chapter introduces the equilibrium view of Mott insulators, starting
with the Mott transition and then presenting the properties of the materials VO3
and BaCo;_,Ni,S,. The second chapter evokes the prior work done in out-of-
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equilibrium physics, looking at the experimental and theoretical progresses done
in the recent years. No presentation of ultrafast phenomenon in magnetic materi-
als will be presented since magnetic effects have not been explored in this thesis.
In the next chapter the time-resolved experimental methods are presented. The
experimental results are shown in two separate chapters: the former looks at the
lattice evolution after photoexcitation using optical reflectivity and X-ray diffrac-
tion; the latter shows the electronic behavior using THz spectroscopy and ARPES.
The last chapter summarizes all the experimental results and compares the lattice
and electronic evolution. Finally, I will summarize the main findings and look at
the perspectives they open.



Introduction




Chapter

Physics of Mott materials

1.1 The Mott transition

One of the fundamental properties of solids is the electric resistivity, which is
as high as 10*? Q/cm for good insulators and as low as 107!° Q/cm for metals
or even 0 2/cm for superconductors. The total range is one of the largest ones
for an everyday physical property. It is fairly easy to measure experimentally
but much harder to predict theoretically. A first approximation is to neglect the
interaction among electrons: this approximation is the free electron model, which
describes electronic crystal structures in terms of electronic bands. These bands
can be constructed using Bloch wave functions introduced by Felix Bloch in 1928
[19]. Felix Bloch received the Nobel prize in 1952. Looking at the occupancy of
the electronic band, one can determine if the material is going to be metallic or
insulating [102]. The last occupied band is called the valence band and the first
empty one is the conduction band. Fig.1.1 shows the different cases: if the valence
and the conduction bands overlap, the material will be metallic; on the contrary if
there is a gap between them the system will be insulating. Insulators with a gap
smaller than 3 eV are commonly called semiconductors. The free electron model
was very successful but failed in certain cases to predict the correct properties.

1.1.1 Metal to insulator transitions

In 1937, De Boer and Verwey pointed out that the transition metal oxides
with partially filled 3d and 4d orbitals had a very low electronic conductivity and
they suggested that the free electron model could not explain their properties [48].
These observations led N.F. Mott to introduce an electrostatic interaction between
electrons in order to understand these compounds [135, 132]. The Coulomb re-
pulsion introduced can explain the discrepancy between experiments and the free
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Fig. 1.1: Band structure of a metal, semiconductor, and insulator. The gap of the
metal is 0, for the semiconductor less than 3 eV and for the insulator more than
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Fig. 1.2: Band structure of a Mott insulator. The gap is created because of the
Coulomb repulsion U.

electron model predictions. In a Mott insulator, the majority of the electrons are
localized near the atoms and the moving electrons find the atoms occupied there-
fore the conductivity is significantly lowered. This can be viewed as a competition
between the kinetic energy of the electrons and the Coulomb repulsion. If the
Coulomb repulsion is higher, the material becomes insulator. Fig.1.2 shows the
splitting of the bands because of Coulomb repulsion resulting in a full lower band
and a empty upper band called lower and upper Hubbard band.

Since the competition is between two energies, one can cross the metal-to-
insulator transition (MIT) by varying the kinetic energy or the Coulomb repulsion.
Numerous transition metal oxides exhibit this kind of transition, for example ti-
tanium oxides, vanadium oxides, or even the copper oxides [130, 133, 90]. Fig.1.3
shows the two ways to cross the transition either by changing the filling (FC-MIT),
which changes the number of occupied sites hence the Coulomb repulsion, or by
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Fig. 1.3: Different paths to cross the Mott transition (from [90])

varying the bandwidth (BC-MIT), which changes the kinetic energy. Since the
number of free carriers is discontinuous through the transition, it is therefore a
first order transition without any symmetry breaking. This leads to a latent heat
and phase coexistence near the transition [151].

Correlated materials refer to all the systems where the interactions between
different degrees of freedom have to be taken into account to reflect their properties.
These interactions lead to interesting phases such as superconductivity, charge
density waves, and Mott insulators. The orbitals involved in these compounds
are usually d and f orbitals. The d electrons have a small radius of the wave
function compared to the crystal lattice parameter. Therefore the smaller overlap
of the orbitals decreases the bandwidth and diminishes the kinetic energy. The
ligands with p orbitals help increase the cohesive energy for the formation of the
solid. Their overlap with the d orbitals creates the transfer between the different d
orbitals. This overlap can increase or diminish the energies of the different d and p
orbitals. When the band gap is between two d orbitals the material is viewed as a
Mott insulator, like V,O3. If the band gap is between p and d orbitals the material
is a charge transfer insulator [212], such as NiSy [67]. The overlap between the d
orbitals is extremely sensitive to the crystal field that can induce MITs [90]. We
will see that the crystal field is essential for the MIT in V503 but we will first
discuss the theoretical models to describe general Mott insulators.

1.1.2 The Hubbard Model

The most widely used model to represent the interaction among particles in
solids was developed by Hubbard in 1963 [88]. The Hamiltonian consists of two
terms, one is the kinetic energy defined by the hopping ¢ and the other is the
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Coulomb repulsion U. The tight binding Hamiltonian for a single band is :

N
HHub = —t Z (C;UC]',g + C;UCZ"J) + U Z NNy (11)

<i,j>,0 i=1

where < 4,5 > is the nearest neighbor interaction, n;, is the number of electrons
at site ¢ and with spin o. This model corresponds to the free electron model if
U = 0 which is metallic, and if U — oo and band is half filled, it renders the
atomic limit. This simple model is able to predict many properties and especially
Mott insulators. The main defect of the Hubbard model is the lack of long range
order, that can be added using the extend Hubbard model, which considers the
interaction with neighbors. The other problem is the lack of coupling to the lattice
which is added in the Hubbard-Holstein model [86, 50].

Although simple, solving the problem with the Hubbard Hamiltonian can be
challenging. For small U/t or t/U, one can use perturbation approximations and
solve the problem with Hartree-Fock methods. But for intermediate interactions,
the Hubbard model can not be solved analytically and numerical method have
to be used. Dynamical Mean Field Theory (DMFT) [70, 71, 105] is a well know
method to solve the Hubbard model. Another approach is being investigated,
which is the Gutzwiller approximation [77, 198, 168], that is numerically cheaper.
I will briefly examine these two approaches in the next section.

1.1.3 Theoretical methods

DMFT provides an excellent description of Mott compounds. Standard mean
field theory maps a many body problem onto a single site problem. The average
effect of the environment should be the average effect of the single site problem,
where the average effect is taken self consistently. DMFT does the same: it maps
the Hubbard Hamiltonian onto a single site problem which is the Anderson Impu-
rity model [70]:

Harve = Unyng — p(ng +ny) + Z al ai, + Z(Vfcj,aw + h.c) (1.2)
Hyatn Hpia

where H ., is the atomic Hamiltonian containing the on site Coulomb repulsion U,
Hpatp, 1s the electron bath with energies €;, V.7 the hybridization between the atom
and the bath electrons. ¢; and V,” have to fulfill the self-consistency conditions.
The Anderson impurity model is the interaction between a single site and a bath
of electrons. The atom has its own energies where the double occupancy costs
U, and the bath has energy levels ¢;. They interact through H,,;, where V;”
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Fig. 1.4: Density of states for different U/W values in the case of the Hubbard
model at half filling (from [105])

is the probability that an electron from the bath goes to the single atom. If
V.7 is large the material is metallic and respectively if it is small the material
is insulating. In DMFT, the self-consistency condition varies with time and the
hybridization parameters €; and V,” have to define the same Green’s function for the
lattice problem and the single site problem. Since the Green function is frequency
dependent, the theory is dynamic.

Once the Anderson impurity model is set, one has to solve it. Several ways
exist to find the solution and many introduce approximations [71]. The numerical
solutions are numerical renormalization group, Quantum Monte Carlo method,
and exact diagonalization. The analytic methods rely on perturbation theory.
Rozenberg et al. were able to solve the Hubbard model for half filling using
DMFT [166, 165]. Fig.1.4 shows the density of state for different U/W values. At
U/W = 0 the system is metallic. For U/W = 1.2 a quasiparticle peak appears
near the Fermi energy. The quasiparticle peak is a narrow band that lies near the
Fermi level and which is the coherent part of the spectrum. The rest of the spectral
weight is transferred to lower and higher energies forming the Lower and Upper
Hubbard band (LHB and UHB). When U/W = 2 the entire spectral weight is in
the LHB, and UHB is empty, the system is insulating. The qualitative agreement
with experiments on Mott insulators is a great success of DMFT.

Nevertheless, the main approximation in DMFT is supposing that each atomic
site has infinite coordination [124]. Therefore it neglects spatial fluctuation and
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is not able to predict the surface effects in V5,03 [21, 157]. The other successful
theoretical approach is done by Gutzwiller approximation.

The Gutzwiller approximation was developed by Gutzwiller in the sixties [78,
77] and first applied to the Hubbard problem in 1970 by Brinkman and Rice [30].
Gutzwiller constructs a test wave function using the uncorrelated ground state
|t)p) and minimizes the number of double occupied sites. The test wave function
is [193]:

) = T = (1= g)nirnay]lvbo) = g”[tho) (1.3)
where n;4n;; is the double occupancy of site i, g is the variational parameter, and
D is the average number of double occupied sites. If ¢ = 1 the wave function is
the non interacting state and if ¢ = 0 [¢)) # 0 only if D = 0, thus one electron per
site. The parameter g is given by minimizing the ground state energy :

g = WHuwlY) (1.4)

(¢[¥)

This model computes a fairly good approximation for the ground state (T=0 K)
but is more complicated for higher temperature. Nevertheless Wang et al. man-
aged to compute the phase diagram for the single band Hubbard model [198].
Fig.1.5is the theoretical phase diagram computed by DMFT and using the Gutzwiller
approximation. The two phase diagrams qualitatively agree. There is a param-
agnetic Insulating phase (PI), a paramagnetic metallic phase (PM), a crossover
regime, and, in the case of DMFT, there is an antiferromagnetic insulating phase
(AFT).

The advantage of DMF'T is its good practical use: it is used for many correlated
problems. Its limitations are the high computational cost, the lack of spatial res-
olution, and the limitation to high temperature. Whereas Gutzwiller method has
spatial resolution and is less numerically demanding, it is also for now less handy
and performs better at low temperature. The single band Hubbard model is very
useful to understand the Mott transition but it is still an approximation because
most Mott insulators have two bands close to the Fermi level. The extension to a
two band model gives better agreement with the experiments [168]. Both theories
cited above have their out-of-equilibrium extension that I will present in chapter
2. The material most commonly used to compare experiments and theories is
vanadium sesquioxide V03, which I will present in the next section.

1.2 V,03 : a Mott-Hubbard prototype

In 1969, MCWhan et al. were able to grow high quality monocrystal of (V;_,Cr,)203
and perform resistivity and X-ray diffraction measurements. They observed a first
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Fig. 1.5: Phase diagram of the Metal-Insulator transition computed using a)
DMFT, here D is equivalent to the bandwidth W (from [164]) and b) Gutzwiller
approximation (from [198])

order transition at 180 K for the pure compound accompanied with a structural
phase change. A second first order transition was also seen at 300 K for the 1%
Cr doped compound but this time with no structural symmetry breaking [122].
Fig.1.6 shows the phase diagram they found and the resistivity measurements done.
They concluded that the material was a Mott insulator.

The phase diagram is composed of three phases, a paramagnetic metal (PM),
a paramagnetic insulator (PI), and an antiferromagnetic insulator (AFI). When
doping with Cr, the material crosses from PM to PI for a 1% Cr doping at 300
K: this transition is a true Mott transition since there is no symmetry breaking.
It is also crossed by temperature for the 1.1% Cr doping at 220 K. The electrons
go from being delocalized to being localized, the resistivity changes by mode than
one order of magnitude. Note that the PM is a poor conductor and the PI is
a bad insulator. The transition can also be crossed using pressure starting from
PI. The transition from PM to AFI has a much sharper change in resistivity; it
jumps 6 orders of magnitude. The AFI can be suppressed when doping with Ti:
at 0 K the transition happens for 5% Ti doping. A phase mixture between PI and
PM phases, called the crossover region, happens above the critical point at around
400 K. This critical point follows the universal properties of a liquid-gas transition
[108].

Over 500 papers were published on V5,03 and there are still many groups work-
ing on the subject. Over the years many theoretical and experimental efforts have
been made to understand in detail the behavior of vanadium sesquioxides. Dif-
ferent review papers from the eighties until now can be found [32, 134, 81]. It
represents today a perfect test bed for new theoretical models and new experi-
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Fig. 1.7: a) Crystal lattice unit cell in the hexagonal representation, b) usual
numbering of the atoms (from [167])

mental techniques as I will describe in chapter 4 and 5. I will first present the
crystal structure and then the electronic structure as it is understood today.

1.2.1 Crystal structure

The crystal structure from the different phases were resolved in the seventies
(122, 51, 121, 120]. In the PI and PM phase the material has a corundum crystal
structure with a rhombohedral unit cell. However the usual unit cell taken is the
hexagonal unit cell which contains 18 oxygen atoms and 12 vanadium atoms. The
symmetry space group is R3¢ (group number 167). Fig.1.7 a) shows the hexagonal
unit cell and b) shows the usual numbering of the atoms that I will use in this
thesis. The structure can be viewed as the stacking of octahedra with 6 oxygens
and a vanadium in the middle. The octahedra create in the ab-plane a honeycomb
lattice. The octahedra are imperfect due to a trigonal distortion illustrated in
Fig.1.9. This distortion is increased by a tilt of the ¢ axis when crossing from the
PM phase to the AFI phase. The AFT phase crystal structure is monoclinic and
its symetry group is 12/a (group number 15).

The most crucial distance in order to understand the Mott transition is the
vertical V-V, distance, which is smaller than the basal V;-V5 distance. In order
to calculate this distance we need the position of the vanadiums inside the unit
cell, which are given by the Wyckoff positions. Using the Wyckoff position for the
vanadium, this distance is d(V; — Vy) = (2zy — 0.5)c. The next table summarizes
the different values of lattice parameters, Wyckoft position, and V-V, distance
[42]:
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Fig. 1.8: Temperature evolution of the lattice parameters through the Mott transi-
tion. The variation of ¢/a during the phase transition show the complex interplay
between the lattice and the electronic structure.

Sample T (K) | Phase [ a (A) [ b (A4) | c (A) Zy Vi-Vy (A)
V503 300 K | PM 4.95 | 4.95 | 14.00 | 0.3463 2.697
V503 100 K | AFI | 7.255 | 5.00 | 5.55 / 2.745

(V0.9s89Cr0.01)203 | 300 K PI 499 | 499 | 13.93 | 0.3485 2.744

V0.080Cr0.01)203 | 200 K | PM 494 | 494 | 13.94 | 0.3465 2.690

(
(V0.072Cro.028)203 | 300 K PI 4.99 | 4.99 | 13.91 | 0.34867 2.745
(V0.044Cro.056)203 | 300 K PI 5.01 | 5.01 | 13.89 | 0.34866 2.74

The more insulating the material gets, the larger the distance V-V, is. For the
1.1% Cr doping the c lattice parameter increases at the transition from PI to PM
as seen in Fig.1.8 but it is compensated by a decrease of the Wyckoff position.
Therefore the V-V, distance contracts. This is the only structural change oc-
curring during the Mott transition which has no symmetry breaking with a small
latent heat[99].

Since the Mott transition is a first order transition, there is a large hysteresis
and a phase coexistence. Powder diffraction on the 1.1% Cr doping shows that
the hysteresis is about 60 K as shown in Fig.1.8. The phase coexistence has also
been seen using microscopic photoemission and displays a pinning of the phases
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Fig. 1.9: a) aj, and €] orbital representations (from [167]), b) V03 electronic
structure, each vanadium atom brings 2 electrons to the bond, that lye in the ej
and a4 orbitals.

on the crystal defects [113, 112]. These properties of the phase transition are very
important when trying to photoinduce a phase transition as we will see in chapter
4 and 5.

1.2.2 Electronic structure

Many theoretical approaches have been used to understand the electronic struc-
ture of Vo0O3. The vanadium atoms are in a three valent oxidation state therefore
each vanadium brings 2 electrons to the V-V bond. Octahedral field splitting
yields to the separation of d orbital into a lower ta; band and an upper ej band.
Since the octahedra has a trigonal distortion the ty, are split into a lower doubly
degenerate e; and a single bonding ay, state. The hybridization between the two
vanadium atoms (V;-Vy) leads to a strong bonding a1, and an antibonding a7,
state. The main question concerning the electronic structure is whether the a;,
states are lower than the e states, and the effect of the Coulomb repulsion on the
bands.

In 1978, Castellani et al. made an important effort to calculate the band struc-
ture. They concluded that the a;, states should be lower than the ef states because
of the strong hopping integral of the two a;, orbitals. Therefore one electron is
used for the chemical bond between the two vanadium atoms and the other is in the
twofold degenerate localized €7 orbitals. This vision should lead to a quarter filled
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spin 1/2 Hubbard model [37, 36, 35]. In 1995, Rozenberg et al. used DMFT and
found that this vision was able to capture the metal-to-insulator transition [164].
Nevertheless in 2000, Park et al. used polarized X-ray absorption and found that
the vanadium atoms are in a spin one state with the egeg:ega;, occupation ratio
that varies from phase to phase, 2:1 for the AFI, 1:1 for the PM, and 3:2 for the
PI [145]. Local Density Approximation (LDA) combined with DMFT calculations
were able to reproduce these results [83, 100].

Fig.1.9 shows the electronic structure as understood today. The ej states lie
under the a4 states, the Coulomb repulsion has the effect of increasing the trigonal
distortion that splits the ej and the ai,, and reduces the coherent weight of the
a14. It is important to notice that the bonding orbital a4 is unoccupied, which
is unusual since it normally tends to lower the system’s energy. The a;, orbital is
along the ¢ axis and can be seen in Fig.1.9 a). The work from Saha-Dasgupta et al
using LDA+DMEFT really refined the understanding of V5,03 electronic structure
[167, 150] and showed that the trigonal distortion is responsible for the MIT. The
Coulomb repulsion can be considered constant. Hard X-ray photoemission have
confirmed this vision [69].

Theoretical calculations predicted a strong quasiparticle peak (QP) near the
Fermi energy. But photoemission spectroscopy measurements were unable to see
it [181, 180]. It was only until high energy photoemission spectroscopy was done
that a strong quasiparticle peak was seen [127, 129, 128, 144]. Since high energy
photoemission probes deeper into the volume (see chapter 3 Fig.3.16), the quasi-
particle surface sensitivity can be inferred as was discussed in [21, 157]. Fig.1.10
shows the photoemission spectra for VoO3 and (V.972Crg 028)203. The quasipar-
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ticle peak for PM is reduced with increasing temperature. This reduction of the
quasiparticle peak is due to the crossing into the crossover regime. Mo et al were
able to see the same crossing to the crossover regime for the PI [128]. The slight
change of lattice parameter with temperature changes the ey a1, orbital splitting,
the a;, becomes less coherent with temperature [11, 189].

In the Hubbard model the main driving force of the MIT is the electrons but
as we have seen in V503 this transition is extremely sensitive to the crystal lattice
parameters. Which is the driving force of the MIT, the lattice or the electrons?
The consensus today is that the lattice structure drives the transition, but the
electron-lattice interplay is still an open question today. The way to answer it
would be to decouple the lattice and the electron temperature in order to force
the transition in the 1.1% Cr doped V503 from lower temperature PM to the high
temperature PI. We will try to answer this question using ultrafast experiments.

1.3 BaCo;_,Ni,S; : a moderately ionic Mott in-
sulator

I will now present the Mott insulator BaCo;_,Ni,S,. We have chosen this com-
pound because it presents several differences with respect to VoO3. BaCo;_,Ni, S,
is mostly a 2D material with a moderately ionic d-p bonds system, and has 3 ac-
tive orbitals near the Fermi level, whereas V,0j3 is 3D with very strong d-p bonds
mixing, and only has 2 orbitals near the Fermi energy. Since these materials are
very different, the comparison of their transient properties will allow us to under-
stand the general trends of out-of-equilibrium behavior of Mott insulators. The
out-of-equilibrium properties will be shown in chapter 6.

The BaCo;_,.Ni, Sy system is an interesting example of a MIT controlled by
doping. Its phase diagram is similar to that of cuprates (see Fig.1.11) but no
superconductivity is found. At low doping, the system is a paramagnetic insulator
which orders antiferromagnetically at about 305 K. The MIT is crossed for a doping
of x=0.16 at 300 K and can also be crossed using pressure [171, 207]. I will first
present the crystal structure then its electronic structure.

1.3.1 Crystal Structure

The system is isostructural in the whole phase diagram. No symmetry breaking
is seen at the MIT, which is why the transition is a Mott transition. The structure
is tetragonal formed by a square lattice of pyramidally coordinated Co or Ni ions.

Fig.1.12 shows the unit cell of BaNiS, and its first Brillouin zone. The lattice
parameter are a=4.44 A and ¢=8.93 A and its symmetry is P4/nmm [118]. The
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lattice parameter, a, increases to 4.57 A when substituting Ni by Co. The change
of lattice parameter is also seen in V5,03 when the MIT is crossed.

The crystals were grown using self-flux method [178] by the laboratory IMPMC
at Université Pierre et Marie Curie. The typical crystal dimensions are 500x500x100
pm. The c axis is along the thickness and the ab-plane in the surface. The natu-
ral cleavage plane is the ab-plane, therefore the ¢ axis is towards the analyzer in
ARPES experiments.

1.3.2 Electronic Structure

The electronic structure of BaCoy_,Ni,Ss is still not fully understood. A few
theoretical calculations have been carried out but none of them can really account
for the MIT [119, 82, 213]. On the experimental side only one ARPES study was
performed on compounds near the transition [172]. The quality of the experimental
data was fairly poor and the bands were hard to distinguish.

In order to understand the compound we performed ARPES experiments on
the two extreme dopings for x=0 and x=1. The results presented hereafter are the
first high resolution ARPES experiments done on these compounds. This work
is a collaboration with David Santos-Cottin, Michele Casula, Yannick Klein, and
Andrea Gauzzi (IMPMC at Université Pierre et Marie Curie). The aim was to first
understand the Ni compound, which is the less correlated thus the band structure
is easier to calculate using DFT+U. And then use the calculated band structure
to understand the Co compound, which is more correlated. These strongly corre-
lated calculations have to be done using more complex many body theories such
as DMFT. The Co compound calculations have not yet been performed but the
ARPES experiments allow us to understand the basic electronic properties.

Fig.1.13 shows the ARPES spectra at 100 K on BaNiSy along I'M and I'X
directions for s and p polarizations. The data show a very strong dispersion with
very narrow bands. The experiments were performed at the BaDELPh beamline
at the ELETTRA synchrotron (Trieste, Italy). The photon energy was 26 eV and
the energy resolution was limited by the temperature broadening, which is 37.6
meV for 100 K. The analyser slits were in the plane of the incident beam and the
surface normal. Therefore the symmetry character of the orbitals could be easily
seen using s and p polarization.

The 3d orbital of the Ni atoms has three active bands near the Fermi level,
dy./dyz, dy2—y2, and d,2. The symmetry of the orbitals compared to the scattering
plane are:

Orbital | d,2 dgy | a2y | dys /e
I'™M even | even | odd odd
I'X even | odd | even even
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Fig. 1.13: Band dispersion in BaNiS,; measured by ARPES along I'M (ZA) and
I'X (ZR) direction for p polarization (a), (b) and s polarizations (c), (d)

As explained in 3.4.2, s polarization sees mostly odd symmetries and p polarization
sees mostly even symmetries. For example the band near 0.6 A~' in the M
direction has a d,» or dg, character for p polarization and a d,2_,» character for
s polarization. The calculations in Fig.1.14 agree well with the symmetries found
using ARPES. The orbitals at 0.6 A" in the I'M direction are d,2 and dg2_,2. The
orbitals at the I" point are mostly d,./d,. and d,z_,e.

In order to account for the band dispersion found with ARPES, the best U
value for the DFT+U calculations was found to be 3 eV. Indeed with this U value,
DFT+U finds the existence of the electron pocket at I' and the hole pocket in
the middle of I'M. However the calculations find an electron pocket at R and a
dispersion along k, in the I'Z direction. Fig.1.15 shows the k, dispersion along I'M
direction. No dispersion is seen while varying the photon energy. Therefore we can
conclude that the material is mostly 2D. Nevertheless according to the calculations
the biggest dispersion along k. should be at the X point and we have unfortunately
not done the measurements along that direction. However the experimental data
strongly suggest that this material is 2D.

The Fermi surface of BaNiS, is shown in Fig.1.16. The electron and the hole
pockets are clearly visible. We now look at the ARPES measurements on the
Mott compound BaCoSsy. The experiment was performed using 100 eV photons
with a resolution of 10 meV at the Cassiopée beamline located in the SOLEIL
synchrotron. The ARPES data on BaCoS; were taken with no specific sample ori-



Physics of Mott materials 21

(c)  Doskel S — I ]
)4

0.0eV
02¢eV
D4eV
4-06eV
08eV
A10eV

0.0eV
02¢eV
04eV
D6eV
08eV
10eV

0.0eV
02eV
D4eV
06eV
08eV
10eV

0.0eV
02V
D4eV
06eV
08¢V
A10eV

L A

gev! gev! 4ev! 2ev' G X M G 2 R A z

Fig. 1.14: Band structure calculations for BaNiS, using DFT+U (U=3 eV).

100

100
E=E:
90 90
80 80
70 70
60 60|
50 ; 50
L
0

40 ; 7 ; 40

E-E=150 meV
-
g -

Fig. 1.15: K, dispersion along I'M direction for BaNiS,, at Ex and at E-Ep=-150
meV. No dispersion is seen therefore the material is mostly 2D.

Photon eneregy (eV)
Photon eneregy (eV)




22 Physics of Mott materials

E-E;=-0.7 eV

0.5- 0.5+
< 4 Nz
= r 5 r X
2 0.0 x X 1§ o0
o ®
> >
o o
: \ J =
-0.5 4 -0.5
M M
| | | T I
-0.5 0.0 0.5 -0.5 0.0 0.5
wavevector (1/A) Wavevector (A

Fig. 1.16: Fermi surface for BaNiS, and isoenergy surface at E-Ep=-0.7 eV for
BaCoS,

entation therefore the symmetry analysis can not be properly performed. Fig.1.16
shows the isoenergy surface at E-Erp=-0.7 e¢V. A reminiscence of the hole pocket
of BaNiS, at the middle of the I'M direction is present in BaCoS,, as well as the
electron pocket at I'. The symmetry operation was not performed on the isoenergy
surface image, only the lower right corner was plotted.

Looking at the ARPES dispersion image in Fig.1.17, one can identify the same
bands as for BaNiS,. The d,./d,. and d,2_,2 at the I' point are shifted to lower
energies and are much broader. The bands at the middle of the I'M direction
are also shifted to lower energies. The band gap is about 0.4 eV. In presence of
electronic correlations, an incoherent part is added to the non interaction spectral
function [46]. The effect of this incoherent part is to increase the effective mass
of the quasiparticle, as well as shifting the bands to lower energies. The lifetime
of the quasiparticle also increases when coming closer to the Fermi level, instead
of being independent of the distance to the Fermi energy. The limited lifetime
of the quasiparticle under the Fermi energy broadens the electronic bands, the
renormalization of the mass diminishes the dispersion, and the shift of the bands
makes the material become an insulator. All these effects are seen in the band
structure of BaCoS,. This compound really shows how the correlation effects tend
to broaden the bands, reduce their dispersion, as well as open a band gap.

The difference with V503 is striking. V503 band structure has almost no dis-
persion and very broad bands even in the PM phase, which proves that the pure
V503 has strong correlations. The narrow band of BaNiS, suggest a rather small
correlation effect.
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The band structure shows reminiscence of the metallic compound dispersion but
the bands are shifted to lower energies and are broader due to correlation effects.



24

Physics of Mott materials




Chapter

Physics of ultrafast phenomena

2.1 Introduction

Physics of ultrafast phenomena has two main objectives: the former is better
understanding the ground state of the material as well as its excited states, and
the latter is manipulating its physical properties. In terms of input power, the first
one aims at perturbating the system as little as possible using the lowest possible
power and the second one, on the contrary, pushes the material to its limit by
highly exciting it. Note that if one can manipulate the properties of the material,
a lot of information on the ground state and the excited state can be obtained.

The main idea of this kind of ultrafast experiments is to probe the response
function of the material after an optical excitation. The system is excited by a
pump and is then observed after a controllable delay with a probe. The relaxation
processes will give useful information on the coupling between the different degrees
of freedom. In the eighties, the first ultrafast experiments were done to study the
electron-phonon coupling in metals [7]. The optical pump excites only the elec-
trons that are decoupled from the lattice for a short instant and then relax their
energy through phonons. The experiment can be modeled by taking two ther-
mal baths and introducing a coupling between them. This model is called the two
temperature model. In the nineties, semiconductors were investigated to study the
Coulomb correlation in excited free carriers [10]; many theoretical developments
took place to explain the coherent phenomena. The next logical step was to study
correlated materials in out-of-equilibrium [143]. These materials are very appeal-
ing to study with time-resolved techniques because they contain many degrees of
freedoms therefore many relaxation paths can be identified and give insight on
the different correlations. Since strongly correlated materials exhibit a rich phase
diagram with many competing or intertwined phases [66], the energy promiscuity
of the phases makes them an ideal playground to induce phase transitions with
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light.

In this chapter I will first present the optical excitation and relaxation processes
in solids. The behavior of metals and semiconductors under optical excitation will
be presented before introducing out-of-equilibrium physics in strongly correlated
materials. Finally I will examine the emerging out-of-equilibrium theories of corre-

lated materials. In this review chapter I will not show any study done on magnetic
materials [101, 27].

2.2 Ultrafast experiments

2.2.1 Light matter interaction
2.2.1.1 Excitation processes

When a photon reaches a material, it can be either reflected, transmitted, or
absorbed. The sum of the probability of these three contributions is one. The
light intensity after the penetration of a thickness z of the material is [203]:

I(z) = Iye “avs()? (2.1)

Where aqs(w) is the absorption coefficient, which depends strongly on the light
frequency and the material, defined as :

2wk(w)

Qghs — (22)
where k(w) is the imaginary part of the the complex index of refraction. The
relation between the dielectric function and the refractive index is €; + ie; =
(n + ik)?. We will stay in the linear regime for the dielectric function. Therefore
there is no dependence on the electric field strength. For optical wavelengths,
the photon can be absorbed by the material by interband transition or intraband
transition as shown in Fig.2.1. An interband transition is an optical transition
between the valence band and the conduction band, and an intraband transition
is an optical transition inside the same band. These transitions have to obey
energy and momentum conservation rules :

hw = Ef — E; + hw, (2.3)

kpw = kp— ki £ ¢ (2.4)
where F/y and E; are respectively the energies of the final and initial electron states

with wave vector l;f and k;. The + signs refer to the emission or absorption of
a phonon with energy hw, and wave vector ¢. An interband transition with a
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phonon that is absorbed or emitted is called indirect, which underlines that the
initial and final states do not have the same wave vector. An intraband transition
always involves a phonon because there is no final state available with the same
wave vector.

The transition probability is given by the Fermi golden rule [44]:

Py = [{fIH|i)? (2.5)

o= % P - gAROF +V(R) - L8 B(R.1 (2.6)

where A is the vector potential, B the magnetic field, V(R) the atomic potential,
P, S, ¢, and m are respectively the momentum, the spin, the charge, and the mass
of the electron, |i) and |f) are the initial and final wave functions. In order for
the transition probability be different from zero, the total symmetry of equation
2.5 should be even. Therefore, if |i) and |f) are even, H has to be even for the
probability to be different from zero. If |7) is odd and |f) even, H has to be odd.
Analyzing the symmetry of the initial and final wave functions and the transition
operator one can find the following selection rules [44]:

Transition operator Al A m
Electric Dipole +1 0,£1
Magnetic Dipole 0 0,£1

Electric Quadrupole | 0,42 | 0,£1,42
Magnetic Quadrupole | +1 | 0,£1,£2

Where the operators are the different perturbation terms for the electric and mag-
netic field in equation 2.6, and Al, Am are the second and third quantum numbers
differences between |i) and |f). Using these conservation and selection rules, the
pump wavelength can be adapted to selectively excite a particular transition from
one band to another. Two kind of pump methods exist, which are incoherent or
coherent pumping. Incoherent pumping is nowadays the most common: it sup-
poses that the pump excites every band and no particular optical transition is
triggered, the photon energy is usually between 1 and 3 eV. One can view it as
injecting energy in a system and observing the relaxation processes. Incoherent
pumping is usually applied to materials with a large band structure continuum
such as metals, see section 2.2.2.1. However the domain is evolving more towards
coherent pumping, which tries to selectively provoke a specific optical transition
between two bands or excite a collective mode. For optical wavelength the pump
excites a transition between electronic bands. For lower wavelengths, the pump
can be tuned to resonate with a specific collective mode such as phonons. This
technique is often used to try to photoinduce phase transitions by enhancing a
structural vibration mode that is thought to increase a certain competitive phase
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[64, 87, 154]. For insulators, pumping above or below the gap produces different
effects, the first one creates an electron hole pair and the second one acts as an
AC electric field [139]. Incoherent or coherent pumping might result in a different
pathway of relaxation processes, which I will present in the next section.

2.2.1.2 Relaxation processes

The absorption of the pump happens through electron excitation since the mass
of the electron is much smaller than the mass of the atom, which leads to much
higher transition probability as seen in equation 2.5. This excitation is very fast;
it is faster than 90 attoseconds [38]. Therefore it can be viewed as instantaneous
compared to the pump time length, which is usually around 10 to 100 fs. Since the
electrons absorb the energy, there will be a transfer of energy from the electrons
to the lattice. Once the material is photoexcited, its energy will dissipate into the
lattice starting by coupling to the higher energy quasiparticle and finishing by the
lower energy processes, as seen in the energy scale of Fig.2.2. The heat capacity
of electrons is much smaller than the heat capacity of the lattice [102]. Therefore,
in order for the electrons and the lattice to be at equilibrium, the original energy
injected has mostly ended up in the lattice. Fig.2.2 shows the timescales for the
different relaxation processes as well as the energy involved. The time is equivalent
to the delay between the pump and the probe.

The fastest interaction is electron-electron scattering, which has a characteristic
time of a few femtoseconds. This timescale is the time for the Coulomb repulsion to
take effect between two charge carriers. Using Fermi liquid theory, the estimation
of the time of an electron of excess energy €, to relax is :

1 e
Te—e = —
Wp EF

(2.7)

where w, is the plasma frequency, and Er the Fermi energy. For example, in
graphene the electron-electron scattering thermalizes the electronic structure in the
order of 10 fs [111]: one can consider that after 10 fs the electrons follow a Fermi-
Dirac distribution with a higher temperature than the lattice temperature. The
relaxation processes can then be described using the two temperature model that
will be presented in the following section. The pump excitation is not homogeneous
inside the sample as seen in equation 2.1, the excited electrons create an electric
field gradient parallel to the photon propagation, which is usually referred to as
the z direction. This field promotes electron transport from to surface to the bulk,
which can take place in a diffusion or ballistic regime. The characteristic time of
the diffusion can be as fast as few tens of femtoseconds [23], or in the picosecond
range [204].
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Fig. 2.2: Characteristic timescales for relaxation processes

The electron coupling to the lattice starts by the coupling to the optical phonons.
The higher the energy of the phonon the more effective the relaxation is, see equa-
tion 2.10. The relaxation through the lattice is guided by the electron-phonon
coupling. The higher the coupling, the faster the relaxation. The electron-phonon
coupling is an important value because it estimates the interaction between the
electrons and the lattice, which is an essential component for conventional super-
conductivity theory (BCS theory [12]). The timescale of the electron-phonon scat-
tering depends on the phonon frequency and the coupling, if the optical phonon
is energetic and the coupling strong, the relaxation due to the electron-phonon
coupling will be seen earlier, usually starting after 100 fs.

Once the energy is relaxing through the lattice, acoustic phonons evacuate
the energy through the sample creating strain diffusion. Strain diffusion can be
characterized by the sound velocity, which is very material dependent. In V503
the sound velocity is in the order of 5 105 cm/s or period of tens of picoseconds.
The recombination of electron-hole pairs happens around the same time.

We have seen how electrons are excited by a laser pulse and how they relax through
the lattice. The different timescales of the relaxation processes give an insight on
the coupling of different phenomena. We will now look at these phenomena in
materials with robust band structure and then review the experiment done on
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correlated materials.

2.2.2 Non correlated materials
2.2.2.1 Metals

The band structure of metals is continuous near the Fermi energy therefore no
particular optical transition is excited, all the processes seen in Fig.2.1 can occur.
The general accepted view is that the energy of the pump is given to the electrons
that soon after relax through the lattice. At first approximation, the electrons
and the lattice can be viewed as two thermalized interacting baths with a coupling
constant between them. The thermalization supposes that the electrons follow
a Fermi-Dirac distribution with a certain temperature and the phonons follow
a Bose-Einstein distribution with a different temperature. This model was first
described in 1957 by Kaganov et al. [97] and reintroduced to describe laser heating
in 1974 by Anisinov et al [7]. The main equation for the two temperature model
is :

P — ple) — T2 (0) - Tul) 23)

T _ g(m.(0) - oo 29)

where T,, C¢, T, and C, are respectively the electronic temperature and its heat
capacity, the lattice temperature and its heat capacity. P(t) is the power source,
which is given by a Gaussian function with the pump time length. ¢ is the coupling
constant, which is a function of the phonon frequency and the electron phonon
coupling [2]:

Ce

CL

B 3w?
n hﬂ'k}BTe

where Aw? is the second momentum of the Eliashberg coupling function [58], A is
the electron-phonon coupling, and w is the phonon energy. Many metals have been
studied using the two temperature model [59, 174, 208, 68]. The typical relaxation
rate for metals is usually 1-4 ps, the peak electronic temperature is 1000-2000 K
for about 1-2 mJ/cm? and the lattice heats only about 20 K once the electrons
have relaxed their energy to the lattice.

Since the two temperature model is phenomenological, many variations of the
two temperature model exist. A new term is added for each physical process.
For bulk samples, an electronic diffusion term is added [187, 23]. The lattice
temperature can be divided into two phonon baths with one more coupled to the
electrons, introducing a third temperature[147]. For magnetic materials, a third
temperature for the spin is added [16]. Since the model is phenomenological, no
real prediction can be made therefore the model can not be invalidated and its

g (2.10)
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Fig. 2.3: a)AR/R for gold (from [186]), b) Effective temperature for the electrons
and the lattice after a short laser pulse excitation.

implications have sometimes been overinterpreted in the recent years. The model
really serves as a standard to compare different materials between each other. The
faster the relaxation, the stronger the electron-phonon coupling.

In 1993, Sun et al. observed that the electron distribution in gold takes 500 fs
to reach a Fermi-Dirac distribution thus the first hypothesis of a thermalized bath
is invalid [187, 186]. A new model was created to account for the non thermalized
state by [75]. It is important to notice that the notion of temperature can not be
used if the electrons do not follow a Fermi-Dirac distribution. Fig.2.3 shows the
differential reflectivity AR/ R for a gold thin film and a corresponding temperature
change for the electrons and the lattice. The first 500 fs the electrons are still
thermalizing and the energy is then relaxed through the lattice, which takes about
4 ps. Theoretical thermalization process in metals can be calculated using time-
dependent Botlzmann equation and it is shown that at low temperature electron-
electron and electron-phonon scattering happen at the same time [96, 136].

Although the two temperature model has many limits, it gives a physical insight
on the ultrafast phenomena occurring in metals. However, one should be careful
when estimating the electron-phonon coupling with a two temperature model. The
idea of raising only the electronic temperature while keeping the lattice cold is the
main motivation for studying correlated materials where the density of state is
extremely sensitive to the different degrees of freedom including the electronic
temperature. Before doing so, we will examine highly excited semiconductors.

2.2.2.2 Semiconductors

The physics of ultrafast phenomena in semiconductors is extremely rich. The
main reason is that the pump pulse creates excitons that are long lived and can
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interact with the different degrees of freedom of the material. Since semiconductor
fabrication is very well controlled the different degrees of freedom can be fine tuned,
for example suppressing acoustic phonon relaxation pathways by creating quantum
wells [22]. T will only give a brief overview of semiconductors far from equilibrium
focusing on the short time scales, a more complete review can be found in [10].

There are three excitation regimes: the first is with a pump energy below the
band gap which produces no absorption. The second is in resonance with the
band gap that produces a strong absorption because of an interband transition:
the electron-hole pairs created are long lived because the excitons are fairly robust.
The third regime is with an energy above the gap which also creates many excitons
but their coherence disappears faster because of efficient electron-electron and
electron-phonon interaction in the continuum states. The excited electrons gather
at the lowest part of the conduction band while the holes gather at the highest
part of the valence band.

Once the photons are absorbed, the electrons first relaxation process is to
reach a quasi-equilibrium state where the valence and the conduction band can be
viewed as thermalized. Then the material relaxes through recombination processes.
Fig.2.2 shows the different relaxation processes that are present in semiconductors:
they are the same as for metals. The electron-electron scattering and the electron-
phonon scattering enable the dissipation of the energy inside the conduction and
the valence band. The energy dissipation between the valence and conduction
band is mostly done by recombination processes. The most interesting part of
highly excited semiconductors is the many body interaction that happens before
the loss of coherence. The quasiparticles are governed by Coulomb interaction and
many-body physics. The main results can be found in [41].

For low excitation density, the Coulomb interaction between two excited par-
ticles is important because electron-electron scattering is reduced. The excited
particles keep their coherence for longer time and mean field theory does not
capture the scattering processes [103]. For higher excitation density, the electron-
electron scattering rate is much higher and there is a build up of screening of the
Coulomb potential that then creates a collective mode, a plasmon, like in a metal
[34]. Fig.2.4 shows the inverse dielectric function for highly excited GaAs. There
is an apparition of a Drude peak after 175 fs, the Coulomb interaction is then
screened and the excited carriers behave like in a metal [89]. The fact that the
Coulomb screening is not instantaneous shows that the screening processes are
not inherent to the band but are built by the electrons inside it. Extremely strong
THz pulse can also create free carriers in semiconductors by Franz-Keldysh effect
[139].

In the next section I will present time-resolved measurements on Mott insula-
tors, which have band gaps in the same order of magnitude as semiconductors. In
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imaginary and real part of the inverse dielectric function of GaAs. A Drude peak
appears which implies that the material has become a metal after 175 fs, which is
the time needed for the Coulomb screening to build-up (from [89])

Mott insulators there is also strong Coulomb interaction but it changes the band
structure therefore the effect of a time dependent change of Coulomb interaction
could lead to a more drastic effect. Metals and semiconductor have robust band
structures compared to correlated materials therefore out-of-equilibrium physics in
correlated materials is even more complex. Can photoexcited correlated metals be
modeled by a two temperature model? Does the conduction band of a correlated
insulator reach a quasi-equilibrium state?

2.2.3 Correlated materials

We have seen that the physics of ultrafast phenomena gives an estimation of the
electron-phonon coupling and the build up of the Coulomb screening. These two
ingredients are very important in correlated materials and are the main motivation
to study them. Time-resolved measurements give the ability of tracking in real
time the quasiparticle recombination and measure the electron-phonon coupling,
which is essential for superconductors. It is logical that cuprates were among the
first materials to be studied by ultrafast techniques, since the standard supercon-
ductivity theory (BCS) does not seem to apply. The investigation of the pairing
mechanism with time-resolved measurements started in 1990 [80] and is an ex-
tremely active field. A Mott phase is present in the phase diagram of cuprates.
Therefore Mott insulators might be an important ingredient for high-T. super-
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conductivity and the interplay between the lattice and the electrons is also being
extensively studied with time-resolved techniques [13]. In this section I will first
present work done in Mott insulators and review a few results on cuprates.

2.2.3.1 Mott insulators

In Mott insulators the electron-phonon coupling is extremely strong therefore
the relaxation times are very fast. In VO3 the first excitation lasts less than 200
fs [125, 115]. Fig.2.5 shows a typical time-resolved optical reflectivity for V,Os:
the first peak is the initial electronic excitation. The briefness of this first state
can arise from either very strong electron-phonon coupling, fast electron diffusion
towards the non excited part of the sample, or a build up of the screening like
in semiconductors. The oscillations in the line shape are the coherent optical
phonons that give information on the lattice dynamics and the bond strength (see
chapter 3). In Metals the band structure is very robust therefore the relaxation
times are linked mostly to the electron-phonon coupling. In correlated materials
the bandwidth W and the Coulomb repulsion U are very sensitive to their local
environment. To really understand the origin of the first excitation, one has to
understand the perturbation of the Hubbard model by a short laser pulse. Once the
effect of the laser pulse is understood the relaxation pathways can be interpreted,
which could differ from only electron-phonon interaction.

The laser pulse creates electron-hole pairs if the energy of the photon is higher
than the gap. If the band structure is robust such as in semiconductors, the
excitons will evolve according to the system’s equilibrium parameters. In 1D Mott
insulators and for low excitation fluences, it seems that the band structure does
not change. Each atom has only 2 neighbors and the Coulomb screening is less
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important compared to the other energies involved. M. Mitrano et al. were able to
tune the hopping parameter using pressure in an 1D Mott insulator while keeping
the other parameters constant [126]. They showed that the relaxation rate is a
function of the hopping and there was no need to change the other parameters
of the system. More subtle phenomena can be seen in 1D chains at very short
time scales such as a fast oscillatory component in the first 100 fs. This oscillation
can be seen as an oscillation between two quantum wells where the oscillation
is a function of the Coulomb repulsion and the hopping parameter [195]. When
raising the dimension, the coordination increases therefore the interaction between
neighboring sites becomes more complex. The Hubbard model becomes harder to
solve and the relaxation rate can not be simply calculated. Many approximations
have to be made.

The first approximation is to consider that the excited electrons are heated to a
very high temperature while the other parameters of the system are left untouched,
the same mechanism as in metals. L. Perfetti et al. showed using for the first
time time-resolved ARPES that the excited spectral function of 1T-TaS, was very
similar to the higher temperature spectral function calculated using DMFT with a
frozen lattice approximation [146], the Born-Oppenheimer approximation. Fig.2.6
shows the time-resolved ARPES spectra and the spectral function calculated for
different temperature. The two qualitatively agree but there are strong differences.
For the 100 fs spectrum, significant spectral weight can be seen lower than -0.2
eV, which is not present for the calculated 1320 K spectrum. On the opposite
for 550 fs at -0.2 eV there is no more spectral weight, which is present for the
calculated 1100 K spectrum. These large discrepancies point towards a change in
other parameters than only the electronic temperature.

There can be two other parameters that can vary after an electronic excitation,
the Coulomb repulsion U or the Bandwidth W. The bandwidth is equivalent to
the hopping parameter. In G. De Filipis et al. model, they take the laser pulse as
a perturbation of the hopping parameter [49]. The other interesting addition to
this model is the coupling to a bosonic bath to account for the electron-phonon
coupling. This will be analyzed in more details in section 2.3. Using this, F.
Novelli et al. were able to account for the difference between pumping above or
under the charge transfer gap in LayCuO,4 [138]. When pumping above the gap,
the materials reaction is similar to an increase of temperature. However when
pumping under the gap, there is the apparition of a quasiparticle dressed by a
bosonic field. The effect is similar to a small hole doping. A hole doping is also
equivalent to a change in the Coulomb repulsion parameter or the filling of the
bands.

Contrary to 1T-TaSs, experiments on UO, have shown that spectral weight is
present in the upper Hubbard band when it is excited [72]. The authors conclude
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Fig. 2.6: a) 1T-TaS, Time-resolved photoemission spectra for a delay of 100 fs, 550
fs and -200 fs. b) Spectral function calculated with DMFT for electrons heated at
1320 K, 1100 K, and 60 K (from [146])

that UO, is a robust Mott insulator. The distance between the lower and upper
Hubbard band gives directly the Coulomb repulsion U. S. Gilberston et al. ob-
served that there is no breakdown of the Mott gap when UQ, is excited as opposed
to other narrow band Mott insulators. They explain that this might be due to
the large gap of 2.3 eV. Nevertheless the upper Hubbard band shifts with time,
which is different from a thermalization of the electrons in the upper Hubbard
Band that would produce an accumulation in the lowest part of the band. This
shift can portrait a change of the Coulomb repulsion in the material during the
relaxation process. I will present a study on V503 in whole phase diagram in
chapter 5 and 6 in order to try to disentangle the different parameters, which are
the electronic temperature T, the lattice temperature T, the Coulomb repulsion
U, the bandwidth W, and the specific orbital filling.

In every phase transition the lattice structure changes during the transition.
Either the symmetry is broken like in VOq [73] or the symmetry is constant but
there is nevertheless a jump of lattice parameter like in VoO3 [122]. In N.F. Mott
views, the transition should be only driven by the electrons and the lattice structure
should be fixed but it seems that a small structural variation is needed to stabilize
the insulating phase. Indeed near equilibrium experiments have shown that during
the Metal-to-Insulating transition the lattice is distorted [156, 158]. In theoretical
models a change in the lattice parameters is needed to stabilize the different phases
[150]. In physics of ultrafast phenomena, the electrons are decoupled from the
lattice for brief instant therefore a pure electronic phase could be observed. If one
can follow the electronic structure and the lattice structure in real time during a
phase transition, one could possibly observe whether the electronic or the lattice
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transition is a precursor to the other or if both are simultaneous. In the past few
years there has been many reports of photoinduced phase transition. I will now
give a few examples focusing on Mott insulators.

V. Guiot et al. showed that the Mott family GaV4Sg could be switched from in-
sulator to metal using a microsecond electric pulse of a few kV /cm [76]. Although
the timescales of these pulses are much longer than a laser pulse, they also inject
hot electrons. The switching can either be irreversible or reversible according to
the pulse strength. The whole material does not transit entirely but filamentary
metallic paths are created [52]. Therefore the stable metallic phase is stabilized
by the structure. They were able to show that this breakdown was universal to all
narrow band Mott insulators and that it was similar to an avalanche mechanism
[184, 185]. Unfortunately electric pulses are long and it is not possible to decouple
the lattice and the electron dynamics. The same switching was seen in the man-
ganese oxide Prj7Cag3MnO3 with a ns laser pulse [65]. This observation supposes
that the electric and the laser pulse play a similar role. To avoid lattice heating
fs pulses have to be used. The switching from insulator to metal was observed
in 1T-TaS, at 10 K using a 35 fs 1mJ/cm? 800 nm laser pulse [183]. They infer
that a new phase arises called the H phase that is a reorganization of the cluster
of electrons. They argue that the nature of the transition is different from the
time-resolved ARPES measurements done by L. Perfetti et al. and other transient
metallic states seen in Mott insulators [91]. In irreversible transition the nature
of the transition is hard to track since the transition happens only once and the
specific time scales can not be distinguished. The photoinduced phase transition
in VO, is very interesting because the structural and the electronic dynamics can
be observed since the materials transits back to insulator after heat dissipation.

In 2001, A. Cavalleri et al. were able to photoinduce the high temperature
metallic state from the low temperature insulating state in VO, [40]. The op-
tical reflectivity and the time-resolved X-ray diffraction were able to show that
the photoinduced state was the metallic high temperature phase. The question
was whether the transition was structurally or electronically driven. A structure
transition is limited by the speed of the phonons while an electronic transition
can happen much faster. Therefore probing the time scale of the transition can
give insight on the driving force. Fig.2.7 shows a schematic view of the insulator
to metal transition. Path 1 is a transition where the transition is driven by the
electrons along the electronic state S, and path 2 is a transition driven by the
lattice along Sy, that then drives the electronic state. The transition in VO, was
originally thought to follow path 2 [39, 14] because the switching time given by
the reflectivity showed a bottleneck of 80 fs, the time needed for the structure
to react. More recent experiment have shown that this transition is not limited
by this bottleneck [197, 196]: especially a time-resolved ARPES study, where it
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Fig. 2.7: Schematic view of a photoinduced phase transition in VO,. Sz, and S, are
the lattice and the electronic state. The two paths 1 and 2 represent respectively
the scenario where the electrons trigger the phase transition or the lattice.

is seen that the system becomes metallic almost instantaneously therefore faster
than the bottleneck [200]. Another time-resolved study using high harmonics ar-
gue that the instantaneous metallization is different from the equilibrium metallic
phase and the system takes 1 ps to evolve towards the equilibrium metallic state
[211]. A similar transient metallic state is seen in V203 and the interpretation of
mechanism will be discussed in chapter 6.

2.2.3.2 High-T. superconductors

Time-resolved measurements done on High-T,. superconductors are extremely
rich. Since it is not the main topic of my thesis, I will only review briefly the
experiments done using time-resolved ARPES and try to relate them to pure
Mott insulators. The idea behind these measurements is breaking the Cooper
pairs in order to track the repairing process that is governed by the hypotheti-
cal glue. Unfortunately the ground state is very complex and many competing
orders are present therefore the observations are very difficult to allocate to a
certain phenomenon. Using a three temperature model with a temperature for
the electrons, the phonons coupled to the electrons, and the other phonons, the
electron-phonon coupling was found to be too small to stabilize the superconduc-
tivity phase by itself [147]. The dynamic response is still much faster than in low
temperature BCS superconductors and depends on the phase observed whether
it’s in the superconductivity phase, the Fermi liquid phase, or the pseudogap
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phase [98, 45, 74, 179, 216]. Therefore time-resolved measurements are able to
reconstruct the phase diagrams of cuprates. The advantage of using time-resolved
APRES is that it directly probes the electron dispersion. Fig.2.8 shows a Fermi
surface for BigSroY 08Cag.92CusOgys5 and the time-resolved signal taken from the
spectra.

Outside the superconducting phase, the physics is mostly governed by Mott
physics in the underdoped sample which has different momentum region. F.
Cilento et al. have shown that in the antinodal momentum region has a more
Mott insulating character than the nodal region [43]. They argue that the photo-
excitation actually delocalizes the quasiparticles of the antinodal region. The
observation of a collapse of the Mott gap is similar to the one observed in TaS,
and to the initial metallic state in VO,. A more precise analysis of the momentum
distribution was done by J. D. Rameau et al. shown in Fig.2.9. The momentum
distribution curves according to the delay show that the effective mass of the band
is reduced and the Fermi vector shifts. They argue that this is equivalent to a
hole-doping. The laser excitation therefore tends to drive the system away from
the antiferromagnetic Mott insulating phase. Is this mechanism the same as in
standard Mott insulators? We will discuss this point in chapter 6.

Like in Mott insulators, photoinduced phase transitions have been tried in
cuprates. The goal is to try to photoinduce a superconductor. We have seen that
hitting the superconductor with 1.5 eV pump breaks the Cooper pairs therefore
more subtle pumping is needed. M. Rini et al. showed that exciting a phonon mode
in a manganite creates a metastable metallic phase [154]. The photon energy was
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a-d in red, the black line is before excitation. There is a clear renormalization
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behavior than a hole doping (from [152]).

exactly tuned to a specific phonon mode and it induced a five order resistivity drop.
The same coherent phonon pumping has been applied on Laj g75E19.2510.125CuQOy4
and a Josephson plasma resonance was seen outside the superconducting dome,
which is a feature of the superconducting phase [64]. This observation is very
debated in the community since it has been shown that phonons can not be the
only ingredient needed for superconductivity. The observation of the Josephson
plasma is not equivalent to superconductivity especially if the system is out-of-
equilibrium. The same strategy was used in YBay;Cu3Og 5 and the probe covered
a broader region of the optical spectrum [87]. It was shown that below and above
T. the coherent phonon pumping increased the inter-bilayer coupling while re-
ducing the intra-bilayer coupling. The result points towards an enhancement of
superconductivity even above T.. Further investigations are needed since the main
ingredient of superconductor is zero resistivity and the Meissner effect, which have
not yet been observed with time-resolved techniques. Coherent pumping is ex-
tremely attractive and these days many experimentalists are going towards that
direction.
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2.3 Out-of-equilibrium theoretical models

The equilibrium state of Mott insulators is already a very difficult problem
therefore out-of-equilibrium Mott insulators is an even harder one. In order to
explain experimental results out-of-equilibrium theories have to take into account
the way the materials are excited by the laser pulse. The excitation of the material
is not homogeneous; it follows an exponential decay from the surface to the bulk.
The second spatial problem to take into account is for the photoinduced transition.
When a transition is photoinduced the entire material is not switched but only
part of it is transformed [131]. Since most experimental probes look at an average
between the switched parts and the non perturbed areas, the results differ from a
total switching. The same problem can occur even if there is no metastable phase
transition. These spatial problems are dealt with by taking an average between
the excited state and the ground state.

There are two approaches that theorists have taken to describe out-of-equilibrium
Mott insulators. The first is to artificially create holes in the valence band and
electrons in the conduction band. This transcribes an optical transition done by
the laser pulse and it can be seen as photodoping. The new artificial state can be
calculated using standard many-body theories but the different filling has to be
explicitly taken. The state calculated is a steady state and no time evolution can
be really calculated. The second approach is to take the complete problem with
the arrival of the pump and the relaxation processes. This method is much more
complex and more computational intensive. I will describe both methods in the
next two sections.

2.3.1 Steady state approach

In the density functional theory (DFT), the calculations are done by relaxing
the entire crystal structure. The orbital occupancy can vary significantly according
to the crystal lattice parameters. As we have seen in chapter 1, the occupancy of
the aj, orbital in V5,Oj3 is very sensitive to the trigonal distortion. B. Mansart et
al. used a “trick” to photodope the a;, orbital [117]; the orbital occupancy was
tuned by the lattice parameter ratio c¢/a. The ratio c¢/a was fixed at a certain value
and the Wyckoff positions were let to relax. The occupancy of the orbitals and
the phonon frequency were then calculated for this relaxed structure. The results
of these calculations are shown in figure Fig.2.10. The change of the ratio ¢c/a was
able to tune the occupancy of the a;, orbital and account for the experimentally
observed phonon hardening, see chapter 4.

DFT does not account well for correlation effects, especially Coulomb screen-
ing problems. More sophisticated many body approaches such as DMFT or GW
approximation can account better fore these correlations [210]. GW approxima-
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Fig. 2.10: a) Calculated variation of the orbital occupancy in V5,03 for the ay,
and the e, orbitals versus relative ratio c/a; b) calculated phonon frequency versus
relative ratio c¢/a. These results show that a lattice modification has an effect on
the orbital occupancy. (from [117])

tion accounts well for the screened Coulomb interaction and is able to reproduce
correctly the transition in VOy. D. Wegkamp et al. showed that the collapse of
the gap can be achieved by distributing holes in the valence band of VO, and
electrons in the conduction band [200] while the lattice is kept frozen. The holes
in the valence band enhance the screening and create a metallic phase. These the-
oretical results show that the important ingredient during the VOy photoinduced
phase transition is the change of the Coulomb screening effects in the valence band.
These results will be compared in chapter 6 to the experimental observation done
in VQO3.

2.3.2 Full dynamical approach

The previous section showed theoretical results used to reproduce effects seen
just after the pump excitation but they lacked temporal resolution, no relaxation
processes or timescales can be calculated. In this section I will present results that
use a full dynamic approach where time is explicitly taken as a parameter. During
an ultrafast experiment, energy is brought to the system and therefore the system
needs to dissipate this extra energy. This is not the case in cold atoms experiment
where the out-of-equilibrium conditions are created by varying a parameter with
no external force [215, 20, 149]. In order to dissipate the energy in condensed
matter, the system can be coupled to a thermostat. A. Amaricci et al. showed
that the Hubbard model coupled to a thermostat leads to a new stationary state
for any coupling values [3]. The addition of a new dissipation term changes also
the equilibrium state. Therefore the equilibrium phase diagram has to be reviewed



44 Physics of ultrafast phenomena

before any dynamical approach. Another option is to consider an explicit coupling
to a bosonic bath, which can be viewed as phonons. The coupling can be affected
by the perturbation pulse. The model used is the Hubbard-Holstein model [50]:

HHub = —t Z (CI,JCJ:G + C},aci,U) +U Z NNy + wo Z CL;[CLZ' +g9 Z nl(aj + CLi)
<iyj>,0 i i i
(2.11)
where the first two terms are the Hubbard Hamiltonian as described in equation
1.1, wq is the phonon frequency, aj» and a; are the creation and annihilation phonon
operators, and g is the electron-phonon coupling. The time dependent Hubbard-
Holstein model has been solved using various techniques, such as double phonon
cloud method [49, 138], time dependent Gutzwiller approximation [4], or time
dependent Dynamical Mean Field Theory (DMFT) [8]. These calculations are
quite complex and are being done on simplified models that do not always reflect
the complexity of the different orbital interactions.

The first test for these methods was to see the evolution of the system after a
quench of the Coulomb repulsion U, going from 0 to a fixed U. It was seen that for
medium values of U, the system returns fast to a thermalized state but for small and
large U values the system is trapped in a metastable state [53, 173]. Fig.2.11 shows
the double occupation calculated with nonequilibrium DMFT and time dependent
Gutzwiller approximation. At the critical U, the double occupation is zero: it is
the same as for equilibrium. These results show that the system has a memory
of its original state. This is underlined by the difference between starting from
two different U values in Fig.2.11.b). With the same parameter values the system
thermalization depends on its initial state.

Although these results are very interesting, a U quenching is very different from
a laser excitation. The laser excitation can be modeled by simply injecting dou-
blons [4] or by explicitly tuning the hopping parameter with the AC electric pulse
[54, 49]. If the hopping is increased it favorizes double occupancy thus creating
an electron hole pair. P. Werner and M. Eckstein calculated using nonequilibrium
DMEFT the evolution of a single band Hubbard-Holstein model under DC electric
field and AC electric pulses [202]. Fig.2.12 shows the photoemission spectra cal-
culated for a single band Hubbard-Holstein model using nonequilibrium DMFT.
Fig.2.12 a-c show the time evolution after a laser pulse of the upper Hubbard
band for different electron-phonon coupling g. Fig.2.12 d) shows the effect of a
DC electric field as a comparison. During the excitation, spectral weight is seen
in the entire upper Hubbard band and then it relaxes very quickly to the bottom
of the band. Increasing the electron-phonon coupling creates phonon side bands
already in the equilibrium state (see E=0). In-gap states are created with in-
creasing DC electric field thus creating a collapse of the gap, which is seen in real
Mott insulators with electric pulses [76]. An interesting feature is that the upper
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Fig. 2.11: a) Double occupation versus time after a quenching from U=0 to U calcu-
lated with nonequilibrium DMFT (from [53])b) Average double occupation in the
metastable state after a U quenching calculated using time dependent Gutzwiller
approximation. The blue curve is starting with U=0 and the black starting at
U=0.5 (from [173]). Both calculations show the apparition of a metastable state
that depends on the initial conditions.

Hubbard band has always residual weight and never really disappears contrary to
experiments.

These time-resolved many body theories are very interesting and are encourag-
ing for future development. The difference between the theories and the experi-
ments is that they consider mostly a one band Hubbard model but in reality most
Mott insulators are two band Hubbard models, for example the a;, and the e, or-
bitals in VoO3. This approach is being investigated with Gutzwiller approximation
[17]. The spatial problem is also an issue, since in experiment the excitation is not
uniform and only the surface is observed in photoemission. Electron diffusion and
coordination problems can occur and impact the dynamic of the system. Recent
calculations have also explored these issues and are able to see the diffusion of the
carriers from the surface to the bulk [5, 55].

The hardest problem in modeling Mott insulators is the calculation of the
Coulomb repulsion U even at equilibrium. In the early years of DMFT the U
was tuned to fit with the experiment. More recently effort has been made to cal-
culate the U using ab initio methods [190, 210], but it seems that the use of a
frequency dependent U gives a better result than a static U [201]. The inherit
problem of DMFT is the long range Coulomb screening that is not well accounted
for, since DMF'T is a purely local scheme. GW approach on the contrary is better
adapted for the long range Coulomb screening effects, which can explain why D.
Wegkamp et al. have found such a drastic effect in VO, when it is hole doped.
In experiments the usual pump energy is 1.5 eV, which is fairly big compared to
the energy region looked at using DMFT. Therefore the screening effect of the
Coulomb repulsion might be considerably changed during the photoexcitation.
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Fig. 2.12: Photoemission spectra calculated using nonequilibrium DMFT, red is
more intensity and white is less. a-c) Upper Hubbard band evolution after an
electric pulse excitation for different electron-phonon coupling g, the pulse is taken
as shown in inset of a). d) Lower and upper Hubbard band for the metastable
state arising from a DC electric field. (from [202])
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An interesting theoretical approach would be to combine nonequilibrium GW and
DMFT or Gutzwiller approximation in a two band Hubbard-Holstein model, to
account for the dissipation pathways and the true band structure of real materials.
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Chapter

Experimental methods

3.1 Introduction

Interactions among electrons happen at the femtosecond or even at the attosec-
ond timescale. The electron-phonon coupling occurs faster than a few picoseconds.
Therefore experimental techniques have to be able to capture these fast dynamics.
The fastest electronic detection systems are as fast as 50 GHz which corresponds
to a 20 ps time resolution and thus they can not observe non-thermal phenomena
[31]. There are two options to access these timescales, the first one is using laser
systems and the second one is using particle accelerators. In order to perform
time-resolved measurements, equilibrium techniques using light or fast particles
have to be adapted. These setups generally use the pump-probe scheme where
the pump pulse excites the system and the probe pulse detects the system after
a controllable delay, by varying the delay between the pump and the probe one
can access the time-resolved evolution of the material after photoexcitation, as
seen in Fig.3.1. Usually these experiments are carried out at high repetition rate
in order to acquire enough statistics but the time between two pulses is limited
by the complete relaxation time of the material. The probe used can be light of
different wavelengths or particles such as electrons [148]. In this thesis, I will only
show work done with photons.

The important part of experimental work is defining where and what we are
observing. Is it the surface or the bulk? Are we observing the electrons, the lattice,
or both? According to the wavelength, light can be used to probe the electronic
structure or the lattice structure. Between 0 and 6 eV the transmission or the
reflectivity probes the dielectric function of the material which gives information
mostly on the band structure but also contains lattice information. In this region
the probed depth depends strongly on the material. Above 2 keV, one can per-
form X-ray diffraction which probes mostly the lattice structure and has a typical
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Fig. 3.1: Pump-probe scheme. The pump excites the material and the probe
observes the material after a controllable delay.

probing depth of a few microns. Photoelectron spectroscopy can be perform using
photons above 6 eV, it probes the electronic structure and it observes the surface
but can also study the bulk at higher energy. Other techniques using photons like
RIXS or EXAFS can be carried out but I will not present them in this thesis. The
pump probe is usually between 0 and 6 eV.

All the techniques cited above have been used for many years but only for the
past 30 years have they started to be adapted for time-resolved measurements.
The advent of stable femtosecond laser systems has been the key ingredient of the
emergence of time-resolved experiments. Fig.3.2 shows the different probes that
are used in this work, and specifies for each the properties observed and the probing
depth. The most common experiment is the time-resolved optical spectroscopy. I
will present this technique in 3.2 for single color, white light, and THz time domain
spectroscopy. In order to deconvolute the electronic and the lattice dynamics more
direct techniques can be used. I will first present time-resolved X-ray diffraction
to probe the lattice in 3.3 and then time-resolved photoemission spectroscopy in
3.5.

3.2 Time-resolved optical spectroscopy

Optical spectroscopy is a very old experimental method. It consists of analyzing
for each wavelength the transmission or the reflection of a material. The first to do
this was Isaac Newton (1666-1672) with his observation of the dispersion of white
light through a prism. A material’s optical properties can be entirely described
with its dielectric function, which is related to its electronic band structure [203].
Time-resolved optical spectroscopy is based on the observation of the change in
the dielectric function after a pump pulse. One can either probed one wavelength
or a broader range. The first time-resolved reflectivity measurement was done
by Von der Linde et al. and Alfano et al. in 1971 [194, 1]. Since then, the
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Fig. 3.2: Scheme of the different pumps and probes used in this work. The pump is
always a 1.5 eV laser pulse. The probes are optical reflectivity, THz spectroscopy,
X-ray diffraction, and photoemission spectroscopy.

domain has grown and probes ranging from the entire visible spectrum to the
THz spectrum can be used. Single color time-resolved reflectivity is ideal to probe
coherent phonons and relaxation times because of its very good signal to noise
ratio. Whereas white light spectroscopy offers a broader view of the dielectric
function [140] and THz spectroscopy probes almost the DC conductivity [15].

3.2.1 Single color reflectivity
3.2.1.1 Detecting relaxation times and phonons

Single color time-resolved reflectivity is used to observe the transient change
in reflectivity at a certain wavelength. A pump pulse excites the system and a
monochromatic probe pulse is reflected after a controllable delay. Fig.3.3 shows
a typical transient response of a material in terms of AR/R. The different relax-
ation times can be allocated to different degrees of freedom, electron scattering,
phonons, spins, or diffusion through the sample. Their assignment is done by vary-
ing the temperature, fluence, pump and probe polarization, and etc. On top of this
decay, an oscillatory signal can be seen which is due to optical coherent phonons.
The phonons are said to be coherent when they oscillate in phase. Two theories
exist to explain the excitation of coherent phonons, Impulsive Stimulated Raman
Scattering (ISRS) and Displacing Excitation of Coherent Phonons (DECP). I will
very briefly explain both theories.
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Fig. 3.3: Typical time-resolved reflectivity trace(from [116])

Let us consider the general equation of motion of an atom that is projected

along a normal coordinate g [123]:

d? d F(t

d_t;] + 27d—;] +wiq = # (3.1)
where wy is the phonon frequency, v the damping constant, m the mass of the
atom, and F'(¢) the driving force. The ISRS and DECP theories diverge on the
underlying mechanism of the driving force. Since the femtosecond laser pulse has
a large bandwidth, the difference between frequencies inside the pulse can be the
frequency of a phonon. Therefore the laser pulse can stimulate Raman scattering.
The ISRS theory uses this to explain the excitation of phonons and supposes
that the polarisability of the material av depends on the inter-atomic distance and
therefore q. The driving force can be written as [206, 194, 1]:

F@:éN(%)JW@ﬁ (3.2)

where N is the density of excited oscillator, and E the electric field. The DECP
theory supposes that the laser pulse creates a sudden change in the electronic
temperature and in the density of electron in the conduction band, that results in
a sudden change of the equilibrium position that starts the oscillatory movement.
If the force is due to the sudden change of conducting electrons one can write [214]:

F(t) ocwij(t) (3-3)

where j(t) is the density of conduction electrons. ¢ can be linked to AR/R with
the following equation [214, 26]:

AR

(0 = ATL(0) + ALT3(0) + Apng(t) (3.4)
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Fig. 3.4: Time-resolved single color reflectivity experimental setup

where A., A, and Ay, are constants, T, and T}, are respectively the electronic
and the lattice temperature. The two theories are similar in that they explain the
observation of the coherent phonon by an abrupt change in either the polarisability
or by a change of equilibrium atomic position, DECP can be viewed at a simplified
case of ISRS. The frequency of the phonon is key because it gives an insight on
the lattice structure at the femtosecond timescale.

3.2.1.2 Experimental setup

I will describe the setup of the Salle Bordeaux in LOA. The in house laser
system delivers a 35 fs; 10 mJ, 800 nm (1.5 eV) laser pulse with a repetition rate
of 1 kHz. Fig.3.4 shows the experimental setup for the time-resolved single color
reflectivity experiment. The laser pulse is separated into a probe and a pump
pulse. The pump pulse goes directly to the sample or is used to generate another
wavelength with an Optical Parametric Amplifier (OPA). The probe is directly
sent to the sample and its reflection is detected by a slow photodiode. The probe
spot size is always kept much smaller than the pump spot size. The pump pulse
is either filtered out using a filter if the wavelength is different from the probe or
crossed polarized with a polarizer in front of the photodiode.

The most crucial part of the setup is the detection system. The pump is chopped
at 500 Hz in order to have one of two probe pulses that detects the excited material.
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To compensate the long fluctuation, part of the probe beam is used as a reference
and a lock-in amplifier at 500 Hz is used to detect the difference between the signal
and the reference. The output of the lock-in is directly AR/R. This technique
is able to obtain a signal to noise ratio of 5 10® which is close to the shot noise
limit[25].

3.2.2 White light reflectivity
3.2.2.1 Optical spectroscopy

The idea behind time-resolved white light spectroscopy is to track in real time
the optical conductivity at all frequency. Fig.3.5 shows the density of state of
a correlated metal and a Mott insulator with its respective optical conductivity.
With the optical conductivity one can retrieve the Coulomb repulsion and the
electronic bandwidth. However the experimental observable is usually not directly
the optical conductivity o(w) but the reflectivity R(w) which is the amplitude of
the complex reflectivity \/R(w)eip(w). The causality relation links the real and
imaginary part of a causal response function. This relationship is given by the
Kramer-Kronig relation [203] :

1 inf o
ReG(w) = —p/ de’ (3.5)
™ —inf W —W
inf
ImG(w) = —lp/ §)%:L—G(W)alw' (3.6)
T Joinf W oW

where p is Cauchy’s principal value. With this relation we can recover the phase
of the reflectivity and write the real and imaginary part of the dielectric constant
€1(w), ez(w) [203] :

(= RW)P — 4R@)sinpl) |
) 1+ R(w) — 24/ R(w)cos?p(w) (3.7)

_ 4(1 — R(w))y/ R(w)sinp(w) (3.8)
1+ R(w) — 2y/R(w)cos?p(w)

The relationship between the real part of the optical conductivity and the dielec-
tric function is oy (w) = weg(w) /4.

The most difficult part of this analysis method is recovering the phase of the
reflectivity because in order to apply the Kramer-Kronig relations one has to con-
sider the values for all the frequencies which is experimentally very hard. To
circumvent this problem, we use the property that the integral over all frequencies
is a conserved quantity for optical properties of material since the total charge

€a(w)
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Fig. 3.5: a) Density Of States (DOS) for a correlated metal and a Mott insulator
b) Optical conductivity for the DOS from a). The metallic and the insulating state
can be clearly identified with their optical conductivity probed by spectroscopic
techniques (from [163]

is conserved. This leads to different sum rules that can be found in [203, 13].
Time-resolved reflectivity is the same as time-resolved single color reflectivity but
looking at all the frequency. All the mechanisms described in section 3.2.1 are still
valid however a more spectroscopic analysis can be done.

3.2.2.2 Experimental setup

I will describe the experiment situated in the T-Rex Laboratory at Elettra
(Italy).The experimental setup, shown in Fig.3.6, is very similar to single color
reflectivity setup. The laser is a Ti:Sapphire that delivers a 800 nm (1.5 eV), 5
wnd, 80 fs pulse at a repetition rate of 250 kHz. The probe pulse is focalized in
a Sapphire crystal and produces a super continuum pulse between 1.2 and 3 eV.
The pulse is then focalized on the sample and then dispersed with a prism on a
photodiode array; a reference is extract before the sample. The pump pulse is
chopped at 2 kHz in order for the probe pulse to detect the material with the
pump and without the pump. A parity detector records when the pump is passing
through. Fast electronics compare the difference between pump on and pump off.
The output signal is AR(w)/R(w) for frequency between 1.2 and 3 eV.

Time-resolved optical reflectivity is a powerful method to track properties of
materials. However the range probed has to contain spectroscopic information like
a Hubbard exciton [140]. If no real spectroscopic features are present in the region,
the analysis will not give any useful information. Therefore other regions of the
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Fig. 3.6: White light setup

Photodiode array

optical conductivity have to be probed as for example in the THz region.

3.2.3 THz spectroscopy
3.2.3.1 THz time domain spectroscopy

The THz region is the electromagnetic spectrum between 0.4 meV (0.1THz)
and 125 meV (30 THz). These energies probe very close to the gap and can well
distinguish between an insulator and a metal, as seen in the optical conductivity
in Fig.3.5. This region is also where collective modes lie for example phonons,
magnons or even Josephson plasma modes [87]. These modes create absorption
or emission peaks in the THz region and can be tracked while the material is
photoexcited. In our case we are mainly interested in the broadband response
which is an information on the gap of the material. Time domain spectroscopy
consists of recording in time a THz pulse which is composed of different frequencies.
The Fourier transform will give the amplitude and the phase for each frequency. We
can derive the loss function Loss(w) from the Fourier transform of the transmitted
signal:

T(w) ) (3.9)
Tres(w)

Loss(w) = —In (’
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Fig. 3.7: Step to calculate the loss function.

where T'(w) is the Fourier transform of the time domain THz signal transmitted
through the sample and T.f(w) is the reference spectrum. The Loss function is
a measure of the absorption for each frequency. If this quantity is flat, it is a
signature of the Drude response in the case of a metal or the gap in the case
of an insulator. If this quantity presents features, these can be assign to certain
collective modes.

Fig.3.7 shows the procedure to calculate the loss function. For time-resolved
measurements, the whole THz pulse should be resolved for each delay, thus a 2D
scan should be performed. If the spectrum contains resonances the 2D scan is
very important because the resonances can move and create changes in the phase
of certain frequencies [15]. Only monitoring the THz pulse peak intensity will
not allow the whole spectral information to be retrieve, since the phase can vary.
However if the spectrum is flat which reflects the broadband response, one can sit
on the peak of the THz signal and only change the pump delay. This supposes
that all the frequencies change with the same amplitude and their phases do not
change. This hypothesis should be carefully verified by performing a resolving
the THz pulse for a few pump delays, in order to ensure that the phase does not
change.

3.2.3.2 Experimental setup

The THz spectroscopy experiments in this thesis were performed in Radboud
University in Nijmegen (The Netherlands). Fig.3.8 shows the experimental setup.
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Fig. 3.8: THz time domain spectroscopy setup

The Laser was a Ti:sapphire at 1 kHz repetition rate with a 4 mJ pulse of 40 fs
duration centered at 1.55 eV. The beam was split into 3 pulses, a pulse to generate
THz waves in a Zn'Te crystal, a probe pulse to perform the electro-optical sampling
to record the transmitted THz pulse, and a pump pulse to excite the material. The
electro-optical sampling is a THz detection method where the 800 nm pulse and
the THz pulse are focalized in a ZnTe crystal. The THz electric field changes the
polarization of the 800 nm light, which is then detected using a balance detector.
The THz pulse and the pump pulse are focused on the sample illuminating it
entirely. The entire THz generation and the detection are done under nitrogen
flux to avoid water absorption.

To perform equilibrium time domain spectroscopy, chopper two should be turn
on and the pump pulse turn off. By varying the delay line 2, the THz pulse is
detected using electro-optical sampling with a lock-in amplifier at the frequency
of chopper 2 rendering the transmitted signal as shown in Fig.3.7. To perform the
2D scan, one should turn on chopper one and off chopper two, for each delay 1 the
entire THz pulse should be detected by varying delay 2. To look at the broadband
response, delay 2 can be set to the maximum of the THz pulse.
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These spectroscopic techniques are very powerful but since they probe optical
transitions (white light spectroscopy) or free carriers (THz spectroscopy) their
interpretation changes when the system is out-of-equilibrium. For example silicon
at equilibrium is transparent for THz frequencies therefore one can infer that there
is a gap. When free carriers are excited to the conduction band using a pump
pulse, the free carriers in the conduction band and valence band block the THz
pulse but the gap is still present. The THz pulse is absorbed by the electrons in
the conduction band as well as the holes in the valence band. Therefore in a Mott
insulator THz spectroscopy can not differentiate between a collapse of the gap or
the excitation of free carriers. Time-resolved X-ray diffraction and time-resolved
ARPES provided a more direct visualization of the lattice and band structure of
the out-of-equilibrium material.

3.3 Time-resolved X-ray diffraction

X-ray diffraction is the fundamental method that enables the resolution of crys-
tal structures. The technique probes directly the periodicity of the lattice and is
the keystone of all condensed matter physics. In 1895, X-rays were discovered by
Rontgen in Wiirzburg (Germany) and in 1912 Von Laue, Friedrich, and Knipping
did the first diffraction experiment with X-rays [153]. In 1913, the Braggs, fa-
ther and son, gave the first interpretation of the diffraction patterns using lattice
planes. Since 1912, X-ray were produced using X-ray tubes then, in 1970, syn-
chrotron radiation was used [153].

In this section, I will first present standard X-ray diffraction than a brief presenta-
tion on synchrotron radiation. And finally I will present the time-resolved version
of X-ray diffraction.

3.3.1 X-ray diffraction

When X-rays hit a crystal, light is diffracted only in certain directions. The
Braggs, father and son, explained this in their 1913 paper [28] or in the son’s Nobel
prize speech in 1922 [28, 29|, (they received the noble prize 1915 but could not go
because of the war). The Bragg law is as follow:

2dh,k,lsin(9) =nA (310)

where d is the distance between two lattice planes, 6 is the angle between the
incident beam and the plane, n\ is n times the incident wavelength. Fig.3.9 shows
the vector version of the Bragg law that can be written as [199]:

—

kg — ki = Gy = h.a* + kb + 1. (3.11)
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Fig. 3.9: Vector version of Bragg’s law.

where k_; the incident beam wave vector, k:l the diffracted beam wave vector,gj, 1 ; is
the direction in the reciprocal space of the plane observed with the Miller indexes
h, k, and 1. In order to be in diffraction condition, the reciprocal direction has to
be the bisector of the incident and diffracted beams and have its norm equal to
the norm of the difference between the vector of the two beams.

A geometric interpretation of the diffraction conditions was proposed by Ewald
[61], shown in Fig.3.10. The crystal is placed in the center of the Ewald sphere
of radius 2w /\. The incident beam is horizontal going from the left part of the
circle to the middle and the refracted beam has its origin at the center. The origin
of the reciprocal space is O, when a spot touches the Ewald sphere the direction
observed is the vector going from O to the spot and the refracted beam goes from
the center to the spot.

In order to calculate the distance between two planes, it is easier to use the
norm of the reciprocal vector ¢, x; which is perpendicular to the hkl-planes [199].
We have dj ; = 27/|qh k|- The reciprocal vector are:

anb
v

. bAE - N
* * 2

,b* =21 ,cf =21

(3.12)

where v is the unit cell volume. In experiments, the monocrystal is placed at the
center of rotation of a diffractometer with several rotations and the detector has
also several rotations. One can project the crystal’s axes on the difffractometer’s
axes and construct the orientation matrix. In this thesis I use the angle convention
described in [33]. The Bragg diffraction conditions can be rewritten:

([ 5).UB.h=(]]D;-1d).k; (3.13)
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Fig. 3.10: Ewald’s sphere

Where S; are the rotation matrix of the sample, kw, k, k¢, UB is the orientation
matrix of the sample, h the vector h,k,1 and D; the rotation matrix for the detector
0, y. The conditions for a direction to cut the Ewald sphere are:

L2
IRUB.J + k|| = 7” (3.14)

In the Bragg conditions, the intensity of the Bragg reflection for one type of
atom can be written as:

Hanka)(t) o< [F(2)]7e (3.15)

where F is the norm of the structure factor and e=2" the Debye-Waller factor.
The time dependence show that the atomic position can vary according to the
pump-probe delay. The structure factor is the discrete Fourier transform of the
positions of the atoms in the unit cell. These positions are given by the Wyckoff
positions, they can be found for each space group on the Bilbao crystallographic
Server [9]. The structure factor is:

Flgou) () = Z f; o~ 2im(ha () +hy; (8)+1z (1)) (3.16)
j
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where j is the atom in the unit cell, f; its atomic diffusion factor, and z;, y;, 2;
its position in the unit cell. The structure factor is important in order to detect
displacement inside the unit cell, for example phonons in Bismuth [95]. Note that
Bismuth is the test bed for observing coherent phonons with new techniques, as
time-resolved X-ray diffraction [94], time-resolved optical reflectivity [24], or time-
resolved ARPES [62]. The second term that acts on the intensity of the Bragg
peak is the Debye-Waller factor :

W(t) = 1/2((@ria - un(t))?) (3.17)

where 1, is the second moment of the atomic distribution. This quantity is linked
to thermal excitation of the crystal. A theory based on dynamical diffraction has
been applied to time-resolved experiments by P. Sondhauss and J. Wark [182]
but this theory supposes perfect crystals which is not the case with our samples.
Nowadays, most detailed crystal structures are refined using Synchrotron radiation
described in the next section.

3.3.2 Synchrotron radiation

When a charge particle is accelerated radially it emits an electromagnetic ra-
diation called synchrotron radiation. This radiation was first observed by Iwa-
nenko and Pomeranchuk in 1944 [92] but formalized in 1947 by Elder, Gurewitsch,
Langmuir, and Pollock [57]. Synchrotron radiation was first viewed as a parasite
phenomenon because the main research was done for particle physics. Only in
1968 was an accelerator built to maximize the synchrotron radiation. The Syn-
chrotron Radiation Center (SRC), located in Stoughton Wisconsin, operated the
first dedicated storage ring, Tantalus, that was designed by Ed Rowe [162]. Over
30 synchrotrons exist today and many are third generation, which means that the
synchrotron radiation is produced using either bending magnets or insertion de-
vices. The light that is emitted is extremely bright and can attain the brightness of
10?° photons/s/mm? /mrad?/0.1% bandwidth, which is about 10'* higher than X-
ray tubes. Besides the advantage of being brighter than X-ray tubes, synchrotron
radiation is tunable in wavelengths. The light emitted covers the entire spectral
range from infrared to hard X-rays, which is an advantage compared to lasers that
only work at specific wavelength. Synchrotron radiation is used in many research
area such as material science or even protein crystallography because the light is
extremely bright and tunable especially in the X-ray region.

Fig.3.11.a) shows a scheme of a synchrotron center. 1. The electrons are pro-
duced and accelerated in the LINAC, 2. They are then accelerated in the Booster,
3. They attain 0.99% of the speed of light and are stored in the storage ring. 4. is a
bending magnet, 5. is a quadrupole to keep the electron bunch collimated, 6. is an
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Fig. 3.11: a) Synchrotron laboratory b) Synchrotron radiation

insertion device called an ondulator, which is an alternation of dipoles that make
the electron bunch oscillate to produce even brighter light. 7. is a beam line that
uses the synchrotron radiation. A beam line usually consists of a monochromator
that selects one specific wavelength, mirrors to focus the light on the sample, slits
to stop the unwanted light, and an end station to perform the experiment.

In this thesis, I will present work done on the beamlines: Cristal, and Cassiopée at
the Synchrotron SOLEIL (France), Badelph at Synchrotron Elettra (Italy), Beam-
line 6.0.1 in ALS (USA). I performed different types of photoemission spectroscopy
and time-resolved diffraction experiments.

3.3.3 Time-resolved X-ray diffraction

Time-resolved diffraction is the time-resolved version of the equilibrium tech-
nique. Using the time structure of the synchrotron, the first nanosecond experi-
ment was done by Larson et al. in 1982 [107]. The best time resolution achievable
today is 10 ps [191]. In many cases this is not good enough to really observe
the the fast electron or atomic dynamics that arise during the first picosecond.
Achieving better time resolution is very challenging. The first subpicosecond X-
ray pulse was produced using the Ka from a plasma generated by a femtosecond
laser [160, 161]: this approach produces very few photons, is not very stable, and
it is not continuously tunable in wavelength. The other technique to produce sub-
picosecond pulses was developed by Schoenlein et al. It consists of slicing part
of the picosecond electron bunch in a synchrotron storage ring using the inter-
action between a femtosecond laser pulse and the electron bunch in an insertion
device[176, 175]. The photon flux is also very small but tunable in wavelength.
The only high flux femtosecond X-ray pulse is produced by Free Electron Lasers
(FEL) that deliver 2 10'? photons per pulse with a time duration shorter than 80
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fs. During the course of my thesis we weren’t able to gain access to any femtosec-
ond X-ray sources. Therefore I will only present work done with the time structure
of the synchrotron, which gives a resolution of 100 ps. The experiments were done
at the beamline 6.0.1 at ALS and at beamline Cristal at SOLEIL.

Fig.3.12.a) shows a diagram of the synchrotron with synchronized laser. The
laser is usually in a hutch next to the X-ray hutch and the laser beam is trans-
ported to the sample that is placed at the center of rotation of the diffractometer.
Fig.3.12.b) shows the time structure of the hybrid filling mode of the synchrotron.
A single electron bunch is isolated from the multibunch part to enable the temporal
gating. A boxcar is used to temporally gate the detector on the isolated bunch in
order to observe only the signal coming from it. The X-ray acquisition repetition
rate is 2 kHz while the laser’s is 1 kHz as shown in Fig.3.12.c). The direct com-
parison between the X-ray pulse with the laser pulse and the one without it makes
it possible to compensate the rapid X-ray fluctuations. The laser is triggered with
the synchrotron RF signal to insure a minimum jitter. The delay is controlled
either electronically or with a delay line. The two crucial settings are the spatial
and temporal overlap. The zero delay is done roughly with a fast photodiode, and
the spatial overlap is done using a fluorescent paper and the laser spot is kept large
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to ensure a homogeneous excitation. No 2D detector exists with a acquisition rate
of 2 kHz therefore only Avalanche Photodiodes (APD) can be used. The crystal
is oriented using a 2D detector and the time-resolved measurements are done with
an APD. The APD is fairly large therefore it integrates over a large portion of the
Ewald sphere. The precise 260 value of the Bragg reflection can therefore not be
observe. The only equation that can be used is then equation 3.14 because the
detector angles are unknown. A shift in the rocking curve angle will translate to
a change of lattice parameters. A change of intensity is either due to a change of
the Debye-Waller factor or due to a change of structure factor.

The penetration length between the laser and the X-rays is usually very different
therefore the X-ray beam has to be in a grazing condition and the laser in normal
incidence to compensate this difference. In order to detect a Bragg peak in grazing
incidence, the angle between the surface direction and the observed one has to be
larger than the angle 6 from Bragg’s law. Therefore not all Bragg reflection can be
measured in grazing incidence. Time-resolved X-ray diffraction is a very powerful
technique to track the change in a crystal structure but is very difficult to perform
experimentally.

3.4 Angle resolved photoelectron spectroscopy

When photons with sufficiently high energy hit a material, electrons are ejected
from its surface. This effect was first observed by Hertz in 1887 [85]. It was later
explained theoretically by Einstein in a paper of 1905 [56], for which he received
his Nobel prize in 1921. These ejected electrons contain a lot of information on the
electronic structure of the material. Analyzing their kinetic energy and direction
enables one to recover the binding energy and the momentum of the electrons
before their emission. In 1957, the Swedish scientist Kai Siegbahn was the first
one to turn this effect into a real spectroscopic method, called photoemission, by
using X-rays to study the binding energy of electrons [137]. He received a Nobel
prize in 1981 for his work. David W. Turner did the same using UV light in 1961
[192]. The technique has since then gained precision especially with the use of
synchrotron radiation, (the energy resolution can be better than 2 meV and the
angular resolution better than 0.2° [47, 46]), and is now called Angle Resolved
Photoelectron Spectroscopy (ARPES). The limitation today is the limited energy
resolution and the surface sensitivity. To tackle the first problem scientists are
exploring the use of lasers to obtain a perfect monochromatic light, as good as
70peV [141, 142]. The second limitation is being solved by using higher energy
X-ray photons which are more bulk sensitive, this technique is called Hard X-ray
Photoelectron Spectroscopy (HAXPES).

I will first present the fundamental principle of ARPES in 3.4 and then present
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its time-resolved version in 3.5.

3.4.1 Fundamental principle

The experimental quantities observed in ARPES are the emission angle and
the kinetic energy of the electron. Fig.3.13.a shows the geometry of the photo-
electron detection, the angles 6§ and ¢ characterize the emission angle and the
energy of the electron is Fy;,. Fig.3.13.b represents the detector which is usually
a hemispherical analyzer. The electrostatic lens collects the photoelectrons. They
then pass through the entrance slit which will select only one ¢ angle and cut the
others. The hemispherical analyzer will disperse the photoelectrons in energy in
order to detect them on a 2D detector the 6 angle along one direction and the
kinetic energy along the other. Since this technique only allows one ¢ angle to be
detected, the sample has to be rotated around its surface’s normal to obtain all
the photoelectron directions. The entire experiment has to be done under ultra
high vacuum (UHV) in order for the electron to propagate in vacuum and keep
the surface clean.

Each detected photoelectron carries information on its initial state before be-
ing ejected from the material. We can recover it using energy and momentum
conservation rules, that are given by:

E;—E; = hv (3.18)

—

kf —k; = kp, (3.19)
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Fig. 3.14: Conservation laws for the photoelectron process (from [46]).

where E is the energy, k the momentum, the indexes i and f refer to the initial
and final state. Note the importance of having a monochromatic light to define
uniquely the initial electron state. For low energy photons, their momentum can
be neglected. Equation 3.18 can be rewritten in terms of binding energy and
equation 3.19 by using the momentum of a electron in vacuum K = p/h:

Ekm = hv — ¢ - EB (320)
1

K, = ﬁ\/ZmEkmsm(Q)cos(gp) (3.21)
1

K, = ﬁ\/QmEkmsm(é’)sm(go) (3.22)
1
K, = ﬁ\/QmEkmcos(Q) (3.23)

where Ep is the binding energy, ¢ is the work function of the material which
corresponds to the energy between the Fermi energy (Er) and the vacuum level
as depicted in Fig.3.14.

In order to get more insight on the momentum of the electron in the solid, one
has to consider the three step model to describe the photoemission process:
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1) excitation to a bulk final state

2) transport to the surface

3) transmission through the surface

The first two steps do not break any symmetry but the last one does. The symme-
try is broken along the z direction therefore we can separate K into two components
the first which is conserved K = K, + K, = k) along the surface and the second
one perpendicular to the surface K|, # k; which is not conserved because of the
abrupt change along the z direction, k refers to the initial momentum and K the
final one. We introduce the surface potential V4 to account for the extra source of
the momentum at the surface. We can rewrite k) and £, as follows:

1
k= ﬁ\/QmEkinsin(G) (3.24)

k, = %\/2m(Ekm0052(9) + Vo) (3.25)

The surface potential Vj is usually unknown therefore the most used method is to
vary the photon energy to detect the periodicity along k; . We used this technique
for the compound BaNiS; [170]. These relations are very useful to retrieve the
band structure of the material but the first process in the three step model has an
effect on the intensity observed and can add some more information.

3.4.2 Photoemission intensity

The photoemission intensity can be calculated using the three step model de-
scribed above. The first step is the optical excitation of an electron in the N-
electron ground state. The interaction can be treated as a pertubation, Fermi’s
golden rule gives:

2w
wi,j = f\(lﬁ}vlﬂthﬂI%(E}V — EY — ) (3.26)
Hpw=—(A-p+p-A)=—A (3.27)
nt — 2mc p |y - me p .

where [¢7) and [}") are respectively the final and initial wave function of the
N-particle system, p is the momentum operator and A the electromagnetic vector
potential, the interaction is written using the dipole approximation. The excited
electron leaves the system therefore the final state actually has N-1 particles. We
can described this using the one-particle spectral function that accounts for the
subtraction or addition of one particle to a N-particle system:

Alk,w) = A" (k,w) + A~ (k,w) = —(1/7) ImG(k, ) (3.28)
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Fig. 3.15: Polarization dependence of ARPES intensity. The mirror plane contains
the surface’s normal, the incident beam, and the emitted electron. The polarization
s and p are respectively in plane and out of plane (from [46]).

A (kw) = [ e o) Po(w — Bt + B (3.29)

where A*(k,w) is the partial spectral function for addition or substraction of one
particle, A(k,w) is probed by ARPES. The index m is for the excited state; ¢
creates (or annihilates) an electron with energy w, momentum k, and spin o in the
N-particle initial state 1. We can then write the total measured intensity as:

I(k,w) = Io(k,w, A) f(w) Ak, w) (3.30)

where f(w) is the Fermi function, and Iy(k,w, A) is proportional to the square
of the one electron matrix element defined in equation 3.26. This matrix element
depends strongly on the momentum and electron energy ,the photon energy, and
its polarization. The latter can give insight on the symmetry of the probed orbitals.

Fig.3.15 shows the geometry of an ARPES setup. We will only consider the
electron emitted from the mirror plane. The matrix element is defined as |M’“Z|2 =
(@] -x[¢f)[?, where ¢ is the unit vector along the polarization direction of A and
x is the electronic position. The integration of the function is done perpendicular
to the mirror plane. Therefore the function has to be even under the reflection
with the mirror plane to be different from zero. The detected electron is the final
state, which is a plane wave state e’*” with its momentum in the mirror plane thus
its symmetry is even under the reflection with the mirror plane. Therefore € - x| )
has to be even in order for the whole function to be even. If the initial state is
odd then ¢ - x has to be odd (the polarization has to be s because s is odd under
the reflection with the mirror plane) on the contrary if the initial state is even € - x
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Fig. 3.16: Mean Free Path of excited electrons in solids versus their kinetic energy
(from [177]).

has to be even (polarization p). An illustration of these symmetry properties can
be seen in [170].

3.4.3 Probing depth

The second step of the three step model is essential to understand the probing
depth of ARPES. The excited electron is transported to the surface therefore its
mean free path gives the probing depth. This mean free path varies significantly
according to its kinetic energy because of inelastic scattering. Fig.3.16 shows the
mean free path of electrons in matter versus their kinetic energy. The variation of
the ARPES intensity with the direction perpendicular to the surface, z, is given
by:

I(2) o eXeos® (3.31)

where )\ is the mean free path of the excited electron.

When choosing a photon energy one has to consider different aspects. For
lower energy, less than 10 eV, the angle resolution is better and the probed depth
is larger but the whole Brillouin zone can be too large to explore. Between 10
and 300 eV the intensity comes mostly from the surface and the angle resolution
is preserved. For energy higher than 300 eV, more core levels can be reached and
the probing depth increases with energy but the angular resolution worsens. One
has to consider also k; to choose the correct energy to be in a specific plane in
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the Brillouin zone. Because ARPES is a surface technique, surfaces have to be
extremely clean and therefore they have to be prepared in situ.

We have seen that ARPES is a very powerful technique to visualize the band
structure of a material. Analyzing its intensity can give insights on the symmetry
of the orbitals. In the next section I will present the time-resolved version of
ARPES.

3.5 Time-resolved ARPES

Time-resolved ARPES (tr-ARPES) consists of using a pump pulse and probing
with another light pulse to perform ARPES. The energy of the probe pulse has
to be higher than the work function of the material, typically above 4.5 eV. Ex-
periments can be done using synchrotron radiation [18] as the probe pulse but the
time resolution is intrinsically limited by the electron bunch width, about 100 ps.
In order to obtain better time resolution laser systems have to be used to produce
the pump and the probe pulse. Unfortunately, the highest energy achievable using
nonlinear optics in solids is 6.994 eV [142]. J. Koralek et al. and M. Lisowski et al.
proved that using a probe at 6 eV gives a spectral function similar to the one at
higher photon energies [104, 109]. The major inconvenience of this type of probe
is that only 0.5 A~! of the reciprocal space can be explored. Other systems using
high harmonic generation exist but the generation of the probe pulse is done in
gases which necessitates a more complicated setup. These setups generate higher
energy photons, that enable a larger exploration of the Brillouin zone as well as a
larger energy range [159, 84]. ARTEMIS is an open facility using high harmonic
generation, which enables the exploration of a larger reciprocal space, for example
the Dirac cone in graphene at the K point (1.6 A~') [93]. One of the major chal-
lenges of all tr-ARPES setups is to obtain a high enough repetition rate for the
light source, to avoid problems related to excessive acquisition time. In this thesis
I will only describe tr-ARPES using a 6 eV probe.

3.5.1 Fundamental principle

The fundamental principle is very similar to the other time-resolved techniques
described earlier. A pump pulse excites the system and a probe pulse of 6 eV is
used to perform conventional ARPES. This enables to directly probe the excited
electrons and to unequivocally disentangle the electronic response from the other
degrees of freedom. For example one can extract the exact electronic temperature
for all delays as we did in [79]. In order to observe fast transient electron dynamics,
the cross correlation between the pump and the probe has to be as small as possible
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but the energy resolution is limited by the Fourier limit of a gaussian pulse by :
AwAt > 0.441 (3.32)

where Aw is the light frequency bandwidth and At the duration of the pulse. For
example if the time resolution is 50 fs then the energy resolution can not be better
than 73 meV.

There are two other limiting factors to tr-ARPES. The first is space charge
that arises if too many electrons are emitted at the same time from the surface.
This happens more frequently when the beam intensity per pulse is high. The
electron bunch emitted from the sample is large and the electrons repel each other,
therefore there can’t be more than a certain number of photons per pulse. In order
to increase the statistics the laser repetition rate must be kept high enough (at
least 1 kHz). The second limitation is the pumping fluence. If the pump fluence
is too high photoemission with 3 or more photons (multiphoton processes) can
happen and the spectra are different from the one particle spectral function. All
these factors have been accounted for in the FemtoARPES setup, described in the
next section.

3.5.2 FemtoARPES setup

The FemtoARPES setup is the tr-ARPES experiment installed in the syn-
chrotron SOLEIL. It is a collaboration among the LSI (école polytechnique), the
LPS, (université Paris-Sud), and Synchrotron SOLEIL. Detailed information on
the setup can be found in [63]. Fig.3.17 shows the photoemission chamber with
the arrival of the two laser pulses. The manipulator consists of 5-axis (x-y-z-6-¢)
which enables to probe the entire Brillouin zone up to 0.5 A~! from the ' point.
The hemispheric analyzer is a SPECS Phoibos 150 which has an energy resolution
of 10 meV and an angular resolution of 0.15°. The temperature can go from 30 K
to 600 K. The vacuum is around 5 10~!! mbar.

Fig.3.18 shows the laser setup with the fourth harmonic generation. The laser
system is a commercial Ti:Sapphire COHERENT laser, consisting of a MICRA
oscillator and a RegA amplifier. A liquid crystal pulse modulator, called Silhou-
ette, is used after the oscillator to correct the phase of the pulse in order to obtain
a Fourier transform limited pulse as described in equation 3.32. The repetition
rate of the system is 250 kHz and delivers a 35 fs, 6 uJ pulse at a wavelength of
790 nm (1.55 eV). The fundamental frequency is then separated into two pulses,
one is used to pump the material and the other one is used to produce the fourth
harmonic for probe pulse.

In non linear optics, the two input waves and the output wave have to interfere
constructively in order to produce the highest output intensity. The constructive
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interference imposes a phase matching of the three waves. In order to obtain the
highest photon energy for the probe pulse it was calculated that the generation of
the fourth harmonic using the fundamental plus the third harmonic would be better
than just doing two frequency doubling in cascade because of phase matching. All
frequency mixing or doubling are done in BBO crystals. First the fundamental is
doubled then the third harmonic is created using the second harmonic plus the
fundamental. Finally the fourth harmonic is produced using the third harmonic
and the fundamental. The final pulse has an energy of 6.28 eV with a duration of
55 fs therefore an energetic resolution of 56 meV. The overall temporal resolution
of the experiment considering also the pump pulse is 70 fs. These conditions
are achieved when the laser and the harmonic generation are perfectly aligned,
the most common temporal resolution is a 100 fs and 80 meV for the energety
resolution.

The FemtoARPES setup was used to study the ultrafast electron dynamics of
V5,03 described in the Chapter 5. The good time resolution enabled the resolution
of the very fast dynamics. Since the photons used are around 6 eV, the mean free
path of the photoelectrons is large therefore the bulk properties are probed (see
Fig.3.16).



Chapter

Tracking the Lattice

The major advantage of time-resolved experiments is to decouple for a few
hundred of femtoseconds the electrons and the lattice. The relaxation pathways
will be guided by the coupling between them. Therefore the responses of the
electrons and the lattice after a photoexcitation have to be probed separately in
order to deconvolute them. In correlated material a change in the lattice structure
has a big impact on the electronic structure. Therefore probing the lattice is
essential to understand the properties of the excited state. In this chapter, I will
look at the lattice response of V5,03 upon photoexcitation using time-resolved
single color reflectivity and time-resolved X-ray diffraction.

4.1 Time-resolved optical reflectivity study of V03

As we have seen in chapter 1, the band structure of V503 is extremely sensitive
to its trigonal distortion which is related to the frequency of the A;;, phonon.
Fig.4.1 shows the A;; phonon, which is a breathing symmetric optical phonon
mode. At equilibrium, the PI phase has a higher Raman phonon frequency than
the PM phase [188]. Tracking this frequency in time can provide a probe to
understand the structural changes that occur during photoexcitation or during a
phase transition.

O. Misochko et al. performed time-resolved optical reflectivity on V03 and
showed that the A;, phonon was blue shifted compared to the Raman frequency
[125]. A photoinduced blue shift is very rare because an equilibrium heating effect
would produce a red shift because of the lattice expansion. A hardening of the
bonds also exists in gold and graphite. The one in gold only happens for extremely
high fluences [60]. For graphite, the hardening is due to a reduction of the electron-
phonon coupling at high electronic temperature [205]. B. Mansart et al. carried out
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Fig. 4.2: Time-resolved reflectivity in the PI phase. The oscillation represent the
coherent optical phonon (from [117])

an extensive study on V503 in the PI and PM phase looking at the frequency of the
A,, according to the crystal directions [117]. The experimental setup used is the
one described in section 3.2.1. Fig.4.2 shows a time trace of AR/R. The first peak
is a pure electronic response that lasts less than 200 fs. The oscillatory component
is the A;, phonon, which can be extracted by subtracting the non oscillatory
background and fitting or performing the Fourier transform of the oscillation.

All the traces were fitted with a single frequency for the A, phonon, and
one for the E, phonon, when it was observed. Fig.4.3 shows the frequencies for
different fluences, dopings, and crystal direction. All directions show a hardening
compared to the Raman frequency but the strongest shift occurs when the photon
propagation vector k is parallel to the ¢ axis. For ¢ in plane and the electric field
E is parallel to a or b crystal axis, the hardening is clearly fluence dependent. At
higher fluence all the frequencies tend to lower, which is consistent with a heat
increase that softens the bonds. We have seen that the a;, orbitals are bonding.
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1.5 eV is exactly the energy needed for the ej to aj, transition. As we have seen,
the a;, orbitals are bonding and can explain the hardening seen. The ej to ay,
transition is a d-d transition, therefore according to the selection rules electric
dipole transition should be forbidden; but since there is significant d-p mixing
with the oxygen atoms they are allowed. The transition is also enabled by electric
quadrupole and magnetic dipole. Projecting the momentum operator on the ty,
orbitals, one finds that the most efficient transition rate is when the crystal axis
¢ is parallel to the photon propagation vector k, which is what is seen in the
experiment.

The observation of coherent phonons lasts only for 1.5 ps and the hardening
seems to still be present. Time-resolved optical reflectivity can only probe co-
herent phonons therefore when the phonons lose their coherence they can not be
observed anymore. The structural information is available as long as the phonons
are observed, which in our case is 1.5 ps. Since this phenomenon is structural, its
lifetime can be relatively long. The question is how long does this hardening lasts?
The hardening supposes that the V-V, distance is reduced and thus changes the
trigonal distortion. The electronic structure of V503 is extremely sensitive to it
therefore the electronic structure might be affected by the structural change. In
the next section we tried to observe exactly the lattice deformation using time-
resolved X-ray diffraction, and tackle the question of the lifetime of the hardening.
The effect of the hardening on the electronic structure will be investigated in the
next chapter.



78 Tracking the Lattice

2D detector

Pump 1.5 eV

X-ray 7 keV
|1

Fig. 4.4: Time-resolved X-ray diffraction geometry. The X-rays are grazing to
match the penetration depth of the laser.

4.2 Time-resolved X-ray diffraction study of V,0;

We performed time-resolved X-ray diffraction on V5,03 in the PI and PM phase.
The experiment were performed on the beamline 6.0.1 at ALS (Berkeley) and
on the beamline Cristal at Soleil (Saint-Aubin). The temporal resolution was
about 100ps. Fig.4.4 shows the experimental setup. The spatial overlap in depth
was achieved by diffracting in grazing incidence at 1°, which gives a penetration
length at 7 KeV of 115 nm [9]. The pump laser is in normal incidence and has a
penetration length of 112 nm [106]. The spreading of the focal spot of the X-ray is
about 2 mm. Since the pump and the probe wavefronts are not colinear, the X-ray
does not see a temporal homogeneous excitation. The pump-probe delay at the
two extremities of the sample are different. This delay difference is 6.6 ps, which
can be neglected compared to the time resolution of the experiment. As explained
in 3.3.3, we first looked at the average heating effect with the 2D detector and
then performed time-resolved measurements using a point detector.

The position of the Bragg peak on the 2D detector can be seen in Fig.4.5. The
unit cell is hexagonal therefore only 2 non collinear Bragg reflections are necessary
to obtain the change of the lattice parameters a and c. We use the (113) and the
(116) Bragg reflections that can be obtained in grazing incidence with a crystal that
is cut with the (110) direction perpendicular to the surface. Using the position of
the Bragg peaks on the 2D detector, which gives a directly a 26 value, and using
equation 3.10, we calculate the lattice deformation Aa = 0.00153 A and Ac =
—0.002 A for 10mJ-cm~2. The thermal expansion of a and ¢ are o, =6.5 1076 A- K~
and a,=-2.9 107A.-K~!. The lattice parameter deformations are equivalent in
temperature to AT,=46 K and AT,=49 K for 10mJ-cm~? and AT,=18 K and
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Fig. 4.5: Position of the Bragg peak on the 2D detector with and without the pump
laser. The shift of the Bragg reflection corresponds to a dilatation of the lattice

parameters because of a heat increase of 50 K due to laser heat accumulation.

AT.=19 K for 5 mJ-cm~2. This heat accumulation is surprisingly high because
the thermal conductivity of Vo035 is 0.03 W-em™'-K~! [6] not much lower than
other materials that don’t present this effect (Bismuth is 0.08 W-cm™*-K~!). This
effect is seen in the PM phase and the PI phase. The data shown were done for
a 5.6% Cr doped sample but the same results were obtained for the pure V5,05
sample.

Since the use of the 2D detector gives the direct value of the lattice parameter,
we can use the new values of the peak position to see if the orientation matrix
has changed. Fig.4.6 shows the rocking curve according to the K¢ angle (angle
that rotates the sample keeping the surface direction constant) with and without
the pump laser. The shift of the peak is opposite to the one expected with a
temperature change. We can conclude that the crystal axis direction changes when
the laser is turned on therefore the sample rotates. We recompute the orientation
matrix for the sample with the laser turned on to account for the sample rotation.

We carried out time-resolved experiments on the pure Vo053 sample with dif-
ferent grazing incidence angles and looking at the (113), (116), and (024) Bragg
reflections. Fig.4.7 shows the Kw rocking curve of the (113) Bragg reflection for
various delays and incidence angles. The Kw angle is the standard 6 angle of the



80 Tracking the Lattice

2
Bragg 113, 10mJ/cm Bragg 116, 10mJ/cm’
— off — off
__ | — on negative delay - —— on negative delayj
S S
o) e)
3 3
z z
£ B
c c
2 2
£ £
T T T T T T T T T T
-26.6 -26.4 -26.2 -26.0 -12.2 -12.1 -12.0 -11.9
kphi (°) kphi (%)
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difractometer. Varying the incidence angle changes the penetration length of the
X-ray, the larger the angle the deeper the probing depth. The differences between
positive and negative delay are plotted beside. As seen before there is always a
shift of the peak between the negative delay and the pump laser off. The differ-
ences in negative delays are always flat indicating that our normalization is well
performed. For all the incidences, the 2 ns delay is typical of a peak shift, which
is an odd function compared to the point were the difference crosses zero. The
shift is smaller and smaller with increasing incidence. The 0.06 ns is very different:
for small incidences the difference is very asymmetric and for larger incidence it
becomes more symmetric. Very similar features are seen in the (116) and the (024)
Bragg reflection.

In order to better understand the short timescales we look at the differences
according to delay. The differences for the (113) Bragg reflection are represented
in Fig.4.8. We again notice that at the short time scales the differences are more
asymmetric for the small incidence angle. Moreover this first state is shorter in time
for small incidence angles than for large incidence angles. For 1° incidence the first
state lasts 100 ps and for 4° incidence it lasts 400 ps. The integral of the peaks
and their center of mass are shown in Fig.4.9. The integrated Bragg reflection
intensity is affected by the Wyckoff positions and the Debye-Waller factor. The
center of mass gives the shift of the peak if the shape of the rocking curve does not
vary significantly. We have seen that the difference is very asymmetric for short
timescales therefore the center of mass does not give a precise indication of the
shift of the peak for those delays. But the center of mass is very precise for longer
timescales since the difference is symmetric.

The first intriguing feature concerning the integral curves is the first initial peak.
The intensity increases which is completely different than a temperature increase.
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A Debye-Waller factor only diminishes the intensity with increasing temperature.
The second factor that affects the intensity is the structure factor that is calculated
with the Wyckoff position for the Oxygen Xp and the Vanadium Zy, for which
the variation of intensity is shown in Fig.4.11. The structure factor of the (113)
Bragg does not depend on the Zy position therefore one can calculate directly the
Xo change. The Zy position is calculated with the (116) intensity variation. We
then calculate the intensity of the (024) which is smaller than one while it is found
experimentally that it is bigger than one, as seen in Fig.4.9. A change of the Debye-
Waller factor nor a variation of the Wyckoff positions can explain the increase of
intensity seen. The maximum of the intensity shifts according to the incidence
angle. Fig.4.10 plots the delay of the maximum intensity versus penetration depth
of the X-ray taking the zero delay for the most grazing incidence. The linear
regression gives a slope of 6.8 10° cm/s, very close to the sound velocity along the
(110) direction which is 7.2 105 cm/s [209]. We can conclude that the first peak is
due to a shock wave propagation in the z direction, similar to the acoustic phonons
observed using time-resolved reflectivity [115].

The intensity at a delay of 2 ns can also be analyzed using a structure factor
change. The first approximation is to neglect the Debye-Waller factor. We perform
the calculation for an incident angle of 1.5°. Using the intensity of the Bragg re-
flection (113) and (116) we find the relative Wyckoff positions of X»=0.99522 and
Zy=1.00036. The calculated intensity for the (024) reflection, with X5=0.99522
and Zy=1.00036, is 1.01657 to compare to the experimental value of 1.0136, which
is very satisfying. The variation of the intensity versus the relative Wyckoff po-
sition is shown in Fig.4.11. At equilibrium, the Wyckoff positions change with
temperature and the time-resolved variation observed is equivalent to 31 K, which
is calculated with the positions found in [155].

The intensity gives a value of the change of the Wyckoff position but not the
ratio of ¢/a. The orientation matrix can be used to calculate the change in the
lattice parameters for the 2 ns delay. In Fig.4.7 the peak at 2 ns is shifted compared
to the negative delay. Since the difference is not asymmetric the center of mass
gives a good value for the position shift. The change of the lattice parameter can
be captured by equation 3.14. We rewrite the equation using a metric change
which changes the orientation matrix:

A*pos
ax, bx, cxg @ineg 0 0
! *pos
UB = |ax, bx, cx, | .| 0 g 0 (4.1)
ax, bx, cx, 0 0  Zees
Ckneg

where UB' is the new orientation matrix. a*,, a*,, and a*, are the projection
of the a* reciprocal vector on the axis of the diffractometer. ax,,s and ax,., are
the reciprocal lattice parameters for a positive and negative delay. We suppose
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that a*=b*. The hypothesis is that the lattice directions a* and ¢k do not rotate
in time and only their norm change, which is reasonable for short delays. Using
the shift for the 1.5° incidence for the 3 Bragg reflections we find the new lattice
parameter Aa = 6.4610~* A and Ac = —5.77910~* A for 5mJ-cm~2, which gives
an equivalent temperature raise of AT,=19.5 K and AT.=14.3 K. There are only
2 lattice parameters therefore theoretically only 2 Bragg reflections are sufficient.
We verify the results by using only the (113) and the (116), which gives AT,=19.2
K and AT.=10 K. The error using this method to analyze the shift of the peaks
is quite big but still gives an order of magnitude. Therefore we can conclude that
there is an increase of temperature of about 20 K at 2 ns delay, similar to the
analysis using the Wyckoff position.

The heating seen can be compared to the theoretical heat deposited by the
pump laser. The calculated change of temperature due to the energy deposited by
the pump laser is :

ATy, =

C, (4.2)
where A the absorption coefficient (A = 0.773 [11]), [ the optical penetration
depth (I; = 118 nm [11]), 2 the molar volume of the hexagonal unit cell, (2 =
3.0107°m?-mol~! [51]), F the fluence of the pump laser, and C, the heat capacity of
V303 (C), = 102 J-Mol™ 1K1 [99]). For a fluence of 5 mJ-cm™2 we find AT, = 96 K
which is higher than the experimental value of 20-30 K. The main approximation
is the overlook of the electron diffusion, which can be quite significant in bulk
materials [23]. The difference between the calculated value and the measured
value suggest that more than half the energy of the pump is evacuated by electron
diffusion and the shock wave during the first 300 ps.

At 2 ns the relative ratio change of ¢/a is 0.99983, which is significantly different
from what is expected from the phonon hardening data of time-resolved reflectivity.
It is most likely that the phonon hardening has disappeared at 2 ns and even after
100 ps since a change of the c¢/a ratio of 4% would produce a drastic effect on
the peak position. Time-resolved X-ray diffraction might be unable to detect the
hardening because of the lack of temporal resolution or because of the perturbation
by the shock wave. These measurements have shown that the phonon hardening
is not present at 2 ns and a shock wave is present for the first 300 ps. Further
investigations using free electron laser are needed in order to observe the phonon
hardening with the required time resolution. The incidence angle should be kept
very small to avoid the detection of the shock wave.



Chapter

Tracking the electrons

In the previous chapter we have seen the evolution of the lattice after a laser
excitation. We have seen that the lattice presents a hardening at short timescales
and then the energy is relaxed through the lattice, which leads to an equivalent
temperature increase of about 20-30 K for 5 mJ/cm?. Since the electron-phonon
coupling in correlated materials is extremely strong, a change of the lattice affects
the electronic structure. Probing directly the electronic structure provides the
means to understand the cause or the consequence of the structural change.

In this chapter we will focus on the electronic structure evolution of the ma-
terial. In the first section, I will look at the possibility of photoinducing a phase
transition between the PM to the PI phase in V,03. The probe used will be
time-resolved THz spectroscopy. In the second section, I will track precisely the
electronic structure using time-resolved ARPES in V5,03 and in BaCo;_,Ni,Ss.

5.1 Time-resolved THz spectroscopy study of V,0;

THz time domain spectroscopy is a very good method to probe the gap of a
material as seen in chapter 3. The Thz pulse is blocked if the material is metallic
and is transmitted if it is insulating. Fig.5.1 shows the loss function for different
points in the phase diagram. The difference between the PM phase and the PI
phase is clearly visible and no resonances are seen therefore in this THz region
the property probed is the presence of free carriers. For a 1.1% Cr doping V503
crosses the PI-PM phase transition with temperature. This transition is a pure
Mott transition with no symmetry breaking therefore if the transition is purely
electronic one should be able to photoinduce extremely rapidly the transition.
If the transition is structurally driven the transition should be slower. Previous
experiments have shown that for pure V,O3 thin films, it is possible to go from the
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Fig. 5.1: The loss function derived from THz transmission spectroscopy for
(V1-.Cr;)203 (x=0.011) at 300 K (PI phase) and 200 K (PM phase) and for
(V1_.Cr;)203 (x=0.028) at 200 K (PI phase). Positions of the different measure-
ments points on the phase diagram. The flat loss function is a good signature of
the gap since there are no resonances in this THz range. The loss function is low
in the PI phase because the THz pulse is well transmitted and high in the metallic
phase.

AFI phase to the PM phase with a laser pump pulse [110] or an electric pulse [31].
The induced transition is shown to be thermally induced because the incubation
time is slow. This transition is accompanied by a symmetry breaking therefore it
can not be considered as a pure Mott transition. To my knowledge, there has been
no report trying to photoinduce a Mott insulator from a correlated metal where
no symmetry breaking is seen.

The V5,03 samples were cut from high quality single crystals from Purdue Uni-
versity and were oriented using Laue diffraction in order to have the (110) direction
in the hexagonal notation perpendicular to the surface.

(V1-2Cr,)203 (x=0.011) goes through the Mott transition at around 230K. The
enthalpy of this transition is very small because there is no symmetry breaking [99],
therefore the energy needed to transit is also small. Fig.5.2 shows the equilibrium
THz transmission versus temperature. The hysteresis loop is clearly visible and
the transition is very abrupt because the sample is a monocrystal. In powders the
transition is smoother because different crystal domains have different transition
temperature [112].

Fig.5.3 shows the THz transmission when pumping the material. The black
triangles are the starting points at different temperatures in the PM phase where
the system was pumped. In order to verify the starting point of the measurements
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Fig. 5.2: The equilibrium THz transmission in the hysteresis cycle of (V;_,Cr;)203
(x=0.011), red being the heating and blue the cooling.

we monitored the transmission at negative time delays. When the fluence was
increased the system transits to the PI phase. If the starting temperature is below
the hysteresis loop when the pump is turned off the material transits back to
the metallic phase. However if the starting temperature is inside the hysteresis,
the system stays insulating and only transits back if the temperature is lowered
outside the hysteresis. The fluence needed to transit from metallic to insulator is
proportional to the distance between the starting temperature and the transition
temperature of the heating cycle. The transition can be incomplete if the fluence is
not high enough, these effects are surely due to domain formation [112]. All these
transitions are due to heat accumulation from the 1 kHz pump: the sample does
not have time to evacuate the heat between two pulses. The grey area represents
the energy needed for the transition. No time-resolved signal was seen at any
temperature using fluences lower than the one used to transit completely. No
sign of a purely electronic photoinduced phase transition is seen starting in the
PM phase. The electronic bath is initially heated at extremely high temperature,
which would trigger the phase transition if the electrons were the motor of this
phase transition. The non observation of the purely electronic phase transition
shows that only heating the electron is not enough for the phase transition to be
triggered or that another phenomenon pushes the material in another direction,
such as the hardening. As we have seen in the previous chapter, when the laser
is turned on there is heat accumulation of 20 K for 5 mJ/cm? plus a pulse to
pulse heat increase of 20 K. In order for the material to transit back to the lower
temperature state the accumulated heated state should be outside the hysteresis
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thus at 220 K. The pulse to pulse temperature increase should then be around
60 K for the material to transit back and forth. Using the observation of the
X-ray diffraction, a 60 K pulse to pulse temperature increase is accompanied by a
60 K heat accumulation. Therefore the original temperature state should be 160
K, which lies in the AFI phase. Unfortunately bulk V,03 breaks when passing
through the AFI transition. Thus the photoinduced phase transition with the
sample that retransits after each pulse is not possible with a 1 kHz laser system.
Moreover it was observed that the material takes about 1 s to transit back when
turning off the pump laser. The solution to observe the photoinduced transition
with a time resolution is to perform the experiment at 1 Hz but the signal to noise
ratio of our experiment is too low to be able to do experiments at 1 Hz.

The time-resolved measurement in the PI phase were performed by varying the
pump delay while sitting on the peak of the THz pulse. We verified that the
loss function stayed flat at different delays. Fig.5.4 is the time-resolved change in
transmission of the (V;_,Cr;)203 (x=0.011) at 300 K (PI phase). The change is
negative suggesting that the THz pulse is more reflected or absorbed after photo
excitation, thus suggesting a metallization of the material. At 0.5 mJ/cm?, the
first sharp peak is limited by the time resolution of our experiment (300 fs) and
is surely a pure electronic excitation. This feature is also seen in time-resolved
optical reflectivity [115]. The signal reaches a plateau with 7=2.7 ps same as
for the 1.6 mJ/cm? curve, which does not have a sharp first peak maybe because
of heat accumulation. The phonon hardening supposes that the V-V, distance
reduces therefore pushing the system towards a metallized state. The relaxation
with 7,=2.7 ps could be the result of the hardening effect but unfortunately an
increase of temperature would produce the same effect. An increase of temperature
also creates more free carriers near the Ferrmi level that can block the THz pulse.
In order to distinguish between an increase of temperature or a consequence of
the hardening, we probe the spectral function of the material using time-resolved
ARPES.

To my knowledge, all previous experiments photoinducing phase transitions
have been carried out on materials where the high temperature phase was a metal.
We have shown for the first time that a laser pulse is able to switch a metal
to an insulator. Although the mechanism of the switching is surely due to heat
accumulation from the kHz laser pump, using a single high fluence pulse would
enable the photo switching. As we have seen in the previous section the heated
state is already present at 1 ns. Therefore the photo switching should be faster
than 1 ns.
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Fig. 5.3: Negative time delay transmission of (V;_,Cr,;)203 (x=0.011) with a
pump laser. The black triangles show the initial transmission before pumping the
sample. The green circles are the transmission at negative delays. The arrows
indicate the effect of the optical pump. The phase transition is triggered by the
accumulation of heat of the 1 kHz pump pulse. The fluence threshold is linear with
the distance from the starting point to the heated line of the phase transition.
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Fig. 5.4: Time-resolved variation of the transmission in (V;_,Cr,;)203 (x=0.011)
at 300 K (PI phase). The negative sign means that there are more free carriers
due to heat or a metallization. The first relaxation time could be related to the
phonon hardening seen with optical reflectivity.

5.2 Time-resolved ARPES study of V,0;3

We now look at the measurements done with time-resolved ARPES, which
is the most direct method to probe the electronic structure. The entire phase
diagram was investigated at 200 K and 300 K. The probed points in the phase
diagram are represented in Fig.5.5. The aim of this study was to understand the
fast initial electronic response of Vo035 and the effect of the phonon hardening on
the electronic structure. The comparison inside the same phase was carried out to
disentangle the temperature effect from the phase specific response.

All the bulk samples were oriented along the hexagonal ¢ direction and cleaved
in situ. The ¢ direction was always kept towards the analyzer. The surface is
very robust to contamination and can last 2 days in a vacuum of 107! mbar.
Unfortunately the bulk material is very hard to cleave correctly and the surfaces
presented many defects. Multiphoton photoemission is amplified by surface de-
fects, thus preventing high fluence pumping. Most of the measurements were done
under 2 mJ/cm? and no significant heat accumulation was seen since the pump
spot size is very small and the sample touched large parts of copper. The cross sec-
tion of V503 is very poor at 6.3 eV and the time-resolved signal very small. Very
long acquisition time were needed to acquire enough statistics. For the sake of
grasping the data quality, most of the spectra are presented without any smooth-
ing technique in order to allow the reader to make his own opinion on whether the
differences seen are significant or not.
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Fig.5.6 shows the spectra in the PI phase with the laser’s 6.3 eV photons for
different dopings as well as in the PM Phase. In the PI phase, all the spectra
are not identical and more surprisingly the 5.6% Cr doped has a smaller gap than
the 2.8 % Cr doped. The 5.6% Cr doped has a higher electric resistance than the
2.8% Cr doped [121]. The relation between the gap given by photoemission and
the electric resistance is not direct since in the AFI phase the gap becomes smaller
with Cr doping but the electric resistance increases [121, 129]. The dotted lines
are a guide to the eye to estimate the gap and to compare to the photoinduced
response of the system. In the PM phase, the lineshapes are fairly similar to the
spectra in [157] at low photon energies. At these low energies the quasiparticle
peak (QP), which the region between -1 eV and 0 eV of the PM spectrum, is weak.
The closer the Mott transition is to the observed point, the smaller the QP. The
1.1% Cr doped has a smaller QP peak than the pure sample at 290 K or at 205
K, this is consistent with the literature [129].

V1,03 photoemission spectra has been proven to be very sensitive to the photon
energy [127] because the bulk QP is weakened at the surface [157, 21]. The coor-
dination number changes at the surface which changes the local electronic density.
Only using high energy photons or low energy photons can the real bulk QP weight
be seen because at those energies the photoemission spectra are more bulk sensi-
tive. The photon dependence of the probed depth can be seen in Fig.3.16. Fig.5.7
shows the temperature dependence of the 2.8% Cr doped sample (PI phase) and
the pure sample (PM phase). In the PM phase the QP weight increases with
decreasing temperatures thus proving that the 6.3 eV probe is able to capture
information about the bulk properties of the material. In the PI phase, the tem-
perature increase fills states in the gap: this is consistent with the results from Mo
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Fig. 5.6: Photoemission spectra for different dopings in the PI and PM phase. The
dashed lines represent en estimation of the gap. PI phase spectra have clear gaps
whereas the PM spectra have some weight near the Fermi level.

et al. [128]. The temperature spectra differences will be used to compare with the
photoinduced effects.

Fig.5.8 shows the photoemission spectra for different delays in the PI phase and
PM phase at a fluence of 1.8 mJ/cm?. The differences are very small therefore the
differences between negative and positive delays are shown hereafter. A negative
delay was taken after each delay step to assure the correct normalization.

The differences in the PI phase can be seen in Fig.5.9. The vertical cut between
-0.2 eV and 0 eV under the Fermi level shows a first peak that lasts less than 200
fs. The peak is asymmetric towards the positive delays suggesting that the time
resolution barely enables to resolve the electron relaxation. The system reaches a
plateau after 300 fs. The first excitation is also seen in optical reflectivity and THz
spectroscopy, which is attributed to a pure electronic excitation and it’s briefness
demonstrates an extremely strong electron-phonon coupling. The phonon energies
in the material are as high as 75 meV [188]. Since the electron-phonon coupling
depends on the frequency of the phonon squared [2], materials with high energy
phonons are more prone to very fast relaxation rates. The quasi steady state that
is reached after 300 fs is therefore a thermalized state where the lattice and the
electrons have the same temperature. In order to understand the nature of the
two characteristic time scales we compare the horizontal cut at 50 fs and 400 fs
with the temperature difference.

The 50 fs delay spectrum has weight under and above the Fermi level, which are
in-gap states. In band insulator, in-gap states are impossible without a complete
collapse of the band gap. This seems to be very different in narrow band Mott
insulators. The upper part of the spectrum is flat supposing a non Fermi liquid
like behavior. A Fermi liquid has a tail that decreases exponentially. Therefore
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Fig. 5.7: Photoemission spectra for different temperature in the PI and PM phase.
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perature. In the PI phase, there is a filling of the gap with temperature and in the
PM phase the QP increases with lowering temperature.
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Fig. 5.8: Photoemission spectra for different delays in the PI and PM phase. In
the PI phase some spectral weight can be seen in the gap at 50 fs. The QP melts
in the PM phase.
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at 50 fs the system is in a purely out-of-equilibrium state where an electronic
temperature can not be defined. The 400 fs delay spectrum has no weight at the
Fermi level which confirms the thermalized hypothesis. In order to quantify the
change of the spectrum, the center of mass is calculated for the 50 fs delay, the
400 fs delay, and the temperature difference of 65 K. All three spectra are the
difference between a heated or a photoinduced state with the same negative delay
spectrum. The center of mass of the 50 fs spectra is -0.265 eV, for the 400 fs it is
-0.277 eV, and the temperature -0.344 eV. Therefore the changes seen are different
from a simple temperature increase. In order to confirm further more that the 400
fs spectrum is different from an equilibrium temperature increase, the spectra are
normalized to have the maximum difference at the same level. Fig.5.10 shows the
photoemission spectra differences for the 2.8% Cr and 5.6% Cr doped at 200 K.
There is a slight difference near the Fermi energy for both dopings between the
equilibrium temperature difference and the 400 fs delay. This difference might be
induced by the phonon hardening phenomenon.

The same analysis can be done in the PM phase using the pure sample. Fig.5.11
shows the photoemission spectra differences versus delay. Two vertical cuts can be
done, above and under the Fermi level. The time trace above the Fermi level tracks
the excited electrons and is very similar to the dynamics seen in the PI phase, with
an initial peak that relaxes to a thermalized state. On the other hand the time
trace under the Fermi level tracks the QP peak. There is an ultrafast melting of the
QP, which partly recovers after 100 fs. Afterwards it vanishes again and reaches
a plateau after 300 fs. This clearly indicates two distinct mechanisms of the QP
melting. One that arises when the system is in a completely out-of-equilibrium
state and another that is slower. The QP is very sensitive to the distance to
the Mott transition. Mo et al. showed that at 200 K the spectrum of the pure
sample has the highest QP peak compared to a Cr doped or Ti doped samples
[129]. The temperature also effects the QP as seen in Fig.5.7. The comparison of
the spectra at 50 fs and 400 fs delay with the temperature shows a similar trend
as in the PI phase. The 50 fs spectrum has significantly more hot electrons than
the temperature difference and these electrons also do not present any exponential
decrease in energy. The 400 fs does have an exponential decrease but still has
much more weight above the Fermi level than the temperature difference. The
main question is whether these are long lived excited QP electrons or a change in
the spectral function.

We now compare the spectra inside the same phase. Only the 50 fs and the 400
fs spectra will be compared because all the time traces have the same dynamics
and no interesting information can be extracted from them. We have seen that the
equilibrium spectra inside the same phase are different. Therefore when comparing
the spectra, one has to keep in mind that the gaps and the QP are different. A



Tracking the electrons 97

200 K 1.8mJ/cm’
— A — 50fs
S —— 400fs
o) AT=65 K equilibrium
k)
)
a2
(]
=
<
0.6 [T TTITTIVAN T 0 T |
> U V,05 2.8%Cr 200 K (PI)| 11
"||'|'|'III|' )
I
0.4 HI |"||||'||I|'I|'||
o # '|,_||, L
o [ T .
> I ENl [
® (O LA o
g 0.2 'F\IIM' ) il
i
0.0
[ B [ [ [
-0.8 -0.6 -0.4 -0.2 0.0 0.2
E-Ef (eV) Al

Fig. 5.9: Photoemission spectra differences versus delay in the PI phase. The
arrows represent the center of mass of the spectrum. In-gap states appear that are
different from an equilibrium temperature increase.
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Fig. 5.12: Photoemission spectra differences for different dopings in the PI phase
for a delay of 50 fs and 400 fs. The photoinduced difference are very similar to the
difference during the phase transition for the 1.1% Cr doping.

comparison between different dopings of the occupied states is difficult for that
reason. Fig.5.12 shows the spectra for the 50 fs delay and the 400 fs delay for
1.1% Cr, 2.8% Cr, and 5.6% Cr dopings in the PI phase. The dashed lines show
where the equilibrium gaps are. We notice that above the gaps all the spectra
have the same behavior suggesting a universal property in the PI phase. The 1.1%
Cr doped sample crosses the Mott transition with temperature. The equilibrium
difference for the 1.1% Cr doped sample between the PI and the PM phase is
plotted above the 50 fs delay spectra. The photoinduced response of 1.1% Cr
doped sample and its equilibrium difference are very similar, suggesting that the
photoinduced material in the PI phase is more metallic than at equilibrium. Of
course the hot electrons quantity does differ between the two spectra because of
its out-of-equilibrium distribution.

In the PM phase, the QP varies significantly therefore the loss of spectral weight
with the pump pulse differs as seen in Fig.5.13. The 1.1% Cr, the pure compound
at 300 K, and at 200 K have more and more QP weight and lose proportionally.
At 400 fs delay the lineshape of the pure compound sprectrum at 200 K is different
from the 300 K spectrum maybe reflecting the presence of a more pronounce QP.
The behavior above the Fermi levels is very similar for the 3 points. The 50 fs
delay has a non Fermi liquid like trend and the 400 fs delay is more thermalized.

The fluence dependence was investigated to understand the nature of the changes
seen. The lineshape does not change with fluence at 50 fs nor at 400 fs as seen
in Fig.5.14. The other samples have similar behavior. To quantify better this
change we integrate the spectra differences in the gap in the PI phase and above
the Fermi level in the PM phase. The integrated intensity change versus fluence is
plotted in Fig.5.15. The fluence range studied is fairly small since we are limited
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Fig. 5.13: Photoemission spectra differences for different dopings in the PM phase
for a delay of 50 fs and 400 fs. The hot electron differences are very similar for all
doping and temperature but the loss of QP is different, which can be explained by
the fact that the QP is different for all the different temperature and doping.

by the noise level in the low fluences and by the multiphoton effects for higher
fluences. However the linear behavior is clearly visible. This indicates that for the
fluences used the system is in the linear regime. The fact that the lineshape stays
the same for all the fluences for 50 fs and 400 fs supposes a non Fermi liquid like
behavior even for the PM phase because an increase of temperature in a Fermi
liquid renders different lineshape where the maximum of the difference is shifted
to higher energies when the temperature is increased. A linear mechanism could
be domain formation that are affected by the pump pulse. Each domain could
have different transition threshold that is obtained with different fluences.

We have seen the fluence dependence of the hot electrons. Now we turn to the
fluence dependence of the QP loss in the PM phase. Fig.5.16 shows the integrated
loss under the Fermi energy for 300 K and 200 K for the pure compound. At
300 K the loss is linear and the 400 fs delay loses less weight than at 50 fs. It
is the opposite at 200 K, the 400 fs spectra loses more QP weight than for 50 fs.
Moreover the fluence dependence is non linear, which is challenging to interpreted
since the QP weight versus temperature is a non linear function as seen in Fig.5.7
or theoretically in [150]. The higher loss of QP weight at 400 fs than at 50 fs is
another proof of the two different mechanisms that occur at 50 fs and 400 fs as
illustrated in the time trace of Fig.5.11.

The 1.1% Cr doped sample has the same behavior as the other points in the
same phases whether it is in the PI phase or in the PM phase. When inside the
hysteresis, the sample also switched to insulator when the fluence was increased
similar to what was observed with THz spectroscopy with heat accumulation.
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Outside the hysteresis the switching was not observed because the fluence used in
tr-ARPES was too low. Nevertheless the time-resolved behavior was similar to the
pure compound suggesting that no purely electronic phase transition was seen.

We have proven that at 400 fs the spectra in the PI phase are different from
a thermal state. The question is how long does this non thermal state lasts. We
performed long time scans to observe the evolution of this state. Fig.5.17 and
Fig.5.18 show spectra for longer delays for the 2.8% Cr doped and the 5.6% Cr
doped samples. The time scans near -0.1 eV show a relaxation that is completely
finished after 2 ps. The spectra shift towards lower energies that are closer to
the equilibrium thermal difference. Interestingly the intensity difference does not
change after 500 fs but only the position. This supposes that the number of excited
electrons is constant. The time scans show two relaxation rates one is around 70 fs,
which corresponds to the relaxation of hot electrons while the other is longer. For
the 2.8% Cr doped sample the second timescale is 1.7 ps which is longer than the
observation of the phonon hardening. For the 5.6 % Cr doped sample the second
timescale is 370 fs, much shorter than for the 2.8% Cr doped. This discrepancy
might be due to the fact that the gaps are different. The smaller the gap the
faster the relaxation. These relaxations towards the equilibrium thermal spectra
is surely linked to the end of the phonon hardening effect.

In this chapter we have seen that a photo switching to an insulator is possible
from a metallic phase. The mechanism involved is surely due to heat accumulation
but could be done using a single high fluence laser pulse. The time-resolved ARPES
proved a universal behavior of the material in the whole PI phase. During the first
100 fs, a complete out-of-equilibrium phase exists with in-gap states, which relax
to a thermalized state that is different from a temperature increase. The effects
are linear in fluence. In the PM phase a similar dynamic exists: the QP presents
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Fig. 5.17: Photoemission spectra differences for different delays for a 2.8% Cr
doped sample. Time scan integrated near -0.1 eV. The two relaxation times cor-
respond respectively to the relaxation of the hot electrons and to the relaxation of
the non-thermal state.
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an ultrafast melting that partly recovers and then disappears again. The melting
of the QP is non linear at 200 K but linear at 300 K. The hot electrons on the
other hand present a perfectly linear behavior. The non-thermal state lasts less
than 2 ps in the PI state thus giving a relaxation time for the phonon hardening
phenomenon. We will analyze the physical meaning of these observations in the
next chapter.

5.3 Time-resolved ARPES study of BaCo;_,Ni,S,

Time-resolved ARPES was carried out on BaCo;_,Ni,S, for x=1 and x=0. The
dynamics of the two compounds were compared in order explore the difference be-
tween the metal and the Mott insulating phases. This study is really a textbook
case, since the metal compound has rather small correlations and the Mott insu-
lator is very correlated. The correlation range investigated for this compound is
much larger than the correlation range investigated for V,03. I will first present
the metal then the insulator.

Fig.5.19 shows the time-resolved measurements on BaNiSy using a s polariza-
tion. The equilibrium spectrum is taken along the I'M direction and is very similar
to the synchrotron band dispersion seen in Fig.1.13. The reciprocal region seen
using 6 eV photons is small. The broadening of the bands comes from the limited
energy resolution due to the Fourier limited laser pulse, which is about 60 meV.
Near the I' point, BaNiS,; has two active bands, similar to V,0s3.

In the time-resolved image, one can define two regions of interest: the valence
band V1 and the conduction band C1. These two regions are both d,./d,. orbital.
The time trace of these regions are plotted in Fig.5.20. The two regions have
similar dynamics with a time constant of about 600 fs. The time traces have a
standard metallic behavior, which is typical of a Fermi liquid that cools down.
Compared to the metallic phase of V503, the dynamics are much slower. We
can use the two temperature model framework to understand the dynamic. The
Eliashberg coupling constant varies as the square of the phonon energy. Therefore
the slower dynamic can be explained by the less energetic phonons in BaNiS,; than
in V503. The phonon in V5,03 are as high at 75 meV whereas in BaNiS, they are
as high as 45 meV [207]. Compared to the PM phase of V5,03, the hot electrons
do not present two time constants and no quasiparticle can be tracked in BaNiS,.
These differences really show that BaNiSs is much closer to a normal metal than
V203.

The Mott insulator BaCoSy does not present any significant dispersion around
the T point. Therefore we integrate the spectrum between -0.1 and 0.1 A~'.
Fig.5.21 shows the comparison between the laser spectra at 300 K and 120 K
and the spectrum at 140 K taken with Synchrotron radiation. The laser spectra
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Fig. 5.19: Equilibrium ARPES measurements on BaNiSy using the 6 eV laser
pulse near the I' point. Time-resolved ARPES measurements, blue meaning less
electrons and red more electrons. The regions of interest are taken on either side
of the Fermi energy: V1 is the intensity under the Fermi energy and C1 is the one
above.
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Fig. 5.20: Time evolution for the electrons on either side of the Fermi level. Both
dynamics are similar and are typical of a heated metal, first heated and then cooled
down.
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Fig. 5.21: Photoemission spectra near I' for BaCoS, using laser and synchrotron.
Spectra for different delay times. The laser spectra are similar to the Synchrotron
spectra. The photoexcited spectra show in-gap states.

are larger due to the lower energy resolution of the pulsed laser ARPES. The
temperature difference shows a spectral weight transfer from -0.4 eV to -0.8 eV
and more electrons near the Fermi level when raising the temperature. The spectra
at various delays show a spectral weight transfer from -0.8 eV to energies near the
Fermi level.

We now look at the differences between the positive time delays and a negative
one. Fig.5.22 shows the time-resolved measurements on BaCoS;. The spectrum
at 50 fs has many hot electrons above the Fermi level whereas at 500 fs many
of those electrons have disappeared. Under -0.4 eV the spectra at 50 fs and 500
fs are very similar. The time-resolved spectra are completely different from the
equilibrium temperature difference. Therefore the state created by the laser pulse
is a new out-of-equilibrium state that is not attainable at equilibrium. Similar
to V503, states are created in-gap pointing towards a collapse of the gap with
photoexcitation.

The time trace of Fig.5.22 at different energies show slower dynamics with
lower energies. The fastest dynamics are the hot electrons above 0.2 eV, that
relax with a time constant of 60 fs. The electrons between 0 and 0.2 eV have a
time constant of 225 fs, which is much faster than for the metallic compound. The
two temperature model can not be applied to this material since it is an insulator.
However the comparison with the metallic compound can be done in a qualitative
view. The phonon energy is the same as for the metallic compound therefore the
faster dynamics suggest a stronger electron-phonon coupling. The electrons that
are under the Fermi level are much slower and have a time constant of 1.4 ps, which
is even slower than the holes in metallic compound BaNiS,. This time constant
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Fig. 5.22: Time-resolved ARPES measurements on BaCoSy;. The spectra differ-
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ature increase. The time scans show that the dynamics are fast above the Fermi
level and much lower under.
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can be compared to the non-thermal state seen in the PI phase of V503, which is
1.7 ps for the 2.8% Cr doping.

We have shown that BaNiSy behaves like a normal metal different from the PM
phase of V,03. However BaCoSs, has a behavior much closer to the PI phase of
V,03: fast relaxation of the electrons above the Fermi energy, and in-gap states are
created, which is a non-thermal behavior. The faster dynamics above the Fermi
level of BaCoS, compared to BaNiS, suggest a stronger electron-phonon coupling
in the insulating compound.

The two Mott insulators, VoO3 and BaCoS,, point towards some common and
general trends of Mott insulators: fast relaxation of electrons above the Fermi
level, much slower electron dynamics under the Fermi level, and in-gap states are
created in a non-thermal manner. These specific behaviors will be discussed in the
next chapter.



Chapter

Discussion

Tracking the lattice and the electrons separately provides a fundamental in-
sight on the electron-phonon coupling. How does the lattice affect the electronic
structure or vice versa? We have probed the lattice using time-resolved optical
reflectivity and time-resolved X-ray diffraction. The electrons were probed us-
ing time-resolved THz spectroscopy and time-resolved ARPES. The experimental
observations are summarized in Fig.6.1 for V,0s3.

During the first few hundreds ps a shock wave propagates through the sample.
The starting point of this shock wave could not be observed with tr-XRD, due
to insufficient time resolution, but it most likely starts with the relaxation of
the electrons to the lattice at around 100 fs, which may be the beginning of an
acoustic wave related to the c¢/a deformation. After this shock wave the system
reaches a spatially homogeneous thermal state that corresponds to an increase of
temperature of 20 K for 5 mJ/cm?.  On shorter time scales, a hardening of the
Ay, phonon is seen. Its maximum happens when the pump propagation vector
is parallel to the ¢ axis. This hardening is associated with the populating by the
pump pulse of the a;, orbital that is bonding, and reduces the V;-V, distance.
The observation of the phonon only lasts for 1.5 ps because of the strong coherent
phonon damping. The X-ray diffraction measurements have a resolution of 100 ps
therefore the lifetime of this structural hardening was not clearly identified but it
certainly lasts less than 1 ns. Since the electronic structure is very sensitive to the
trigonal distortion, the shortening of the V-V, distance would possibly have an
important impact on the electronic density of states.

The excited electrons in the PI phase and the PM phase have the same dynam-
ics. An out-of-equilibrium distribution is present during the first 200 fs and then
the electrons thermalize. In the PI phase, this is associated with in-gap states for
the first 200 fs and a state different from a purely heated state in the thermalized
time window. In the PM phase, the QP melts, partly recovers and remelts in the
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Fig. 6.1: Experimental observations in V503 using different pump-probe tech-
niques.

thermalized time window. The two meltings are different and are most likely the
result of two different mechanisms. The quantity of electrons above the Fermi level
is different in the thermalized region than for an equilibrium heated state. The
long dynamic of this non-thermal state was observed in the PI phase and suggests
a relaxation towards the equilibrium heated state after 2 ps.

When comparing the different experimental observations, a number of questions
arises. For the lattice, is the shock wave a consequence, a cause, or completely
independent from the phonon hardening? Does the similar dynamics in the PM
phase and PI phase correspond to the same physical phenomenon? What is the
origin of the first out-of-equilibrium electronic state? Is the phonon hardening
responsible for the non-thermal electronic state observed after 200 fs? Does the
crystal structure relax the same way as the electronic structure? The last question
concerns the linear or nonlinear fluence behavior of the excited states. I will try
to answer these questions one by one.

Because of the low time resolution of time-resolved X-ray diffraction, the phonon
hardening was not observed directly. However the shock wave has its origins in
acoustic phonons that creates a quasishear wave as reported in [110, 114]. These
phonons are much slower than the optical A;, phonons. Our tr-Xrd results present
anomalous behavior which may be related to the lattice deformation associated
with the A;; phonon hardening. The pump laser only excites part of the sample,
thus creating a strain gradient that triggers the shock wave. Since the crystal is
anisotropic the acoustic phonons propagate differently according to the crystal’s
directions [114, 115].

The dynamics of the PM phase and PI phase present many similarities and
they both can be described using the Hubbard model or the Hubbard-Holstein
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model. The origin of the observations are most likely due to the same physical
parameter change. Therefore a model has to be able to account for both the PI
and the PM phase using the same description. The parameters that can vary are
the electronic temperature T, the lattice temperature T, the Coulomb repulsion
with its screening U.s¢, the bandwidth W, the electron-phonon coupling A, and
the orbital specific filling.

During the first 100 fs the lattice most likely has not moved therefore the
bandwidth can not have changed. The photoemission spectra before 100 fs are
very different from a heated equilibrium spectra thus indicating that a raise of T,
can not account for these changes. After the photoexcitation the average electron
energy has increased. However the energy distribution does not follow a Fermi-
Dirac distribution and therefore we can not define an electronic temperature. The
fluence independence of the lineshape confirms this. Experimentally in-gap states
are seen in the PI phase and a QP melting in the PM phase. In the PI phase there is
no dependence on the distance to the Mott transition nor to the crossover region.
The photoemission spectra differences are very similar to the phase transition
between the PI and PM phase. A change of the Coulomb screening would lead to
anew Ugys and the changes should be more significant closer to the Mott transition
but this is not the case. The behavior is similar for the entire PI phase. Exciting
an electron creates a hole in the valence band thus enabling its neighbors to hop
to this site creating free carriers. Changing the filling of the valence band moves
it away from the half filled Hubbard model which leads to the collapse of the
gap in the PI phase and loss of coherence in the PM phase. The new state does
not correspond to any equilibrium points in the phase diagram since the phase
diagram is for the half filled bands. In V503, the excited electrons are excited to
the a;, orbital therefore there is a real change of the specific orbital filling of the e,
orbitals and the a;, orbital. This effect should be general in all narrow band Mott
insulators with two bands, which is generally the case in most Mott insulators.
The same in-gap states are seen in VO, and in TaSs [200, 146]. On the opposite,
larger band gap insulators such as UOy do not present a collapse of the gap since
the gap is much more robust and can be seen more as band insulator. Cuprates
present a change of the band filling, that is directly seen by a hole doping [152].
The laser excitation creates holes and therefore the transition is a filling controlled
phase transition as seen in Fig.1.3.

As seen in the PM phase the first state relaxes very fast and another state
appears after 300 fs. In both the PI phase and the PM phase, the electrons are
thermalized. However this thermalized state is different from a heated equilibrium
state, in the PI phase the difference is shifted to higher energies and in the PM
phase electrons are still present above the Fermi level. The phonon hardening is
seen starting 200 fs, the c¢/a ratio is reduced. A reduction of the V;-V, distance
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Fig. 6.2: Scheme of the proposed mechanisms happening after a photoexcitation.
The pump laser excites electrons from the e, orbitals to the bonding a;, orbital. At
short time delay the filling of the orbitals changes inducing a closure of the gap.
On longer timescales, the electrons in the bonding a;, orbital induce a phonon
hardening that increases the bandwidth of the system, thus inducing a non-thermal
state.

would increase the a;, orbital overlap between the two vanadium atoms thus in-
creasing the bandwidth. An increase of the bandwidth would induce a change of
the electronic structure by lowering the a;, and e, orbitals in energy. The DFT
calculations show this effect, see supplementary material of [117]. The change in
the spectra seen in the PI phase and PM phase qualitatively agrees. We have
proven that populating bonding orbitals changes the lattice structure that induces
an electronic structure change. Fig.6.2 shows a scheme of the proposed mecha-
nism. The laser pulse excites electrons to the a;, orbital, which changes the specific
filling of the orbitals. My results indicate that the change of the filling makes the
gap collapse in the PI phase and induces a loss of coherence in the PM phase.
Afterwards the V-V, distance is reduced because of the populated a,, orbitals,
which increases the bandwidth hence changes the density of state, pushing the
material towards the PM phase.

The relaxation of the non thermal state seen using tr-ARPES takes about 7=1.7
ps whereas the relaxation time in the time-resolved THz spectroscopy is about
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7=2.7 ps. The main difference between the THz and the tr-ARPES experiment is
the thickness probed. The surface might have a different relaxation time than the
bulk material: the strain are easier to relax at the surface. However the time con-
stants in both experiments are in the same order of magnitude. The experimental
changes seen in the photoemission spectra are very close to what is expected from
reducing the V-V, distance therefore a relaxation of this difference should also
be accompanied by a relaxation of the lattice. Although the electronic structure
relaxation strongly suggests that the lattice has also relaxed, the experimental
observation of this relaxation has not yet been seen.

In the time-resolved ARPES experiments, the lineshape and the intensity dif-
ferences of the PI phase are linear with fluence. Although the linear intensity
behavior is expected, the lineshape linearity is more surprising. During the PI-PM
phase transition with temperature, metallic domains are formed inside an insu-
lating matrix [113]. Similarly, the filling can vary spatially and causes electronic
domains to form since the photons are absorbed locally. In the PI phase, the num-
ber of domains is linear with fluence. In the PM phase, the electrons above the
Fermi energy are also linear, while the QP melting is non linear. This non linearity
of the melting of the QP is surely linked to the coherence length of the a;, and the
e, orbitals. Further investigation are needed to understand the dynamics of the
coherence lengths of the a;, and the e, orbitals versus temperature and fluence.

The comparison of the PI phase of V503 and BaCoS; have pointed out a few
general trends of Mott insulators:

- Fast relaxation of electrons above the Fermi level

- In-gap states are created

- Non-thermal states lasting a few picoseconds

- Fluence linearity

BaCoS,; and V503 have two bands near the Fermi energy, with a gap that is
formed between two different orbitals. Therefore the valence and the conduction
bands have two different orbital characters. The pump pulse excites electrons from
one orbital to another thus changes the orbital specific filling. Since the electron-
phonon coupling in these materials is very strong, populating a bonding or an
antibonding orbital can change the lattice structure, as seen in V,03. The lattice
change stabilizes the new electronic structure by lowering under the Fermi level
the energy of the newly occupied orbital. The electrons above the Fermi level relax
quickly while the electrons in the newly occupied state take a few picoseconds to
relax. The second relaxation time is surely due to the lattice relaxation. The
fluence linearity points towards local change of the filling.

A recent theoretical calculation using time-dependent Gutzwiller approximation
in a two band Hubbard model has found that populating the higher orbital leads
to a gap-collapse [169]. Their model shows that a quasi-stable state arises after
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photoexcitation, which is very similar to what we have observed. However the
model used does not have any relaxation pathways nor a coupling to the lattice
structure, therefore the stabilization of this non-thermal state is not discussed.
Nevertheless this model is very promising for future development and agrees well
with the experimental observation.



Conclusions and outlook

In this thesis I have used ultrafast time-resolved experiments to investigate
the electronic response of Mott materials, V,O3 and BaCo;_,Ni,S,. The whole
phase diagram was explored to distinguish the phase specificity from the thermal
response. Before the reaction of the lattice, the photoexcitation changes the orbital
specific filling creating in-gap states in the PI phase. The hot electrons relax in
less than 200 fs because of the strong electron-phonon coupling. However a non-
thermal state survives for a few picosecond.

Combining time-resolved optical reflectivity, time-resolved X-ray diffraction,
time-resolved Thz spectroscopy, and time-resolved ARPES we were able to disen-
tangle the lattice and the electronic response of the prototype Mott material V,Os5.
The excitation of the electrons in the empty a;, bonding orbital leads to a stiffen-
ing of the bonds that results in a phonon hardening. The effect of this hardening
is seen on the electronic structure, which has more states near the Fermi level dif-
ferent from a heated state. The non-thermal state relaxes towards a the thermal
state in about 2 ps. On longer timescales, a shock wave propagates through the
sample and after 300 ps the sample is in an equilibrium heated state. The heated
state can be used to photoinduce an insulator from a metal when using the 1.1%
Cr doped sample as seen using THz spectroscopy.

Comparing the excited electronic structure of VoO3 and BaCoSs, we have been
able to identify the key out-of-equilibrium properties of Mott insulators: in-gap
states are created that are different from a thermal state, the electrons above the
Fermi level relax in less than 200 fs, and the non-thermal states are stable for a few
picoseconds. These properties are surely due to the two different orbitals present
near the Fermi level. The photoexcitation changes the specific orbital filling thus
the material can not be compared to any point on the equilibrium phase diagram,
which is constructed for a certain filling of the bands. The non-thermal state is
stabilized by the structure in the case of V503.

In the case of V503, the rather unusual fact that the empty orbital is bonding
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leads to a non-thermal lattice modification that in turn changes the electronic
structure. This is the perfect example of the complexity of the electron-phonon
interplay in strongly correlated materials. In quasi steady states, the electronic
structure can not be modified without a lattice change and vice versa. These
findings could be fairly general since most Mott insulators have two bands near
the Fermi energy. The higher energy orbital can be populated by photoexcitation,
which might lead to a structural distortion if the orbital has a different bonding
strength than the lower orbital. Consequently, the structural distortion stabilizes
a non-thermal state, evacuating the electrons above the Fermi energy and leaving
only in-gap states.

This work has greatly benefited from the technological advances in time-resolved
techniques. The advent of stable femtosecond laser systems has enabled more
complex measurements to be carried out: such as time-resolved ARPES, X-ray
diffraction, and THz spectroscopy. As the domain of time-resolved measurements
matures, the techniques become more and more stable and smaller effects can be
analyzed. The comprehension of physics of ultrafast phenomena has also evolved:
turning away from the two temperature model, developing more microscopic mod-
els, and coherently pumping certain optical transition.

The domain of time-resolved femtosecond phenomena is fairly young therefore
many studies have still to be performed. The time-resolved lattice and electronic
structure should be investigated in other Mott insulators in order to understand
whether the in-gap states are accompanied by a lattice distortion. In order to get
the complete picture of the electron-lattice interplay in V503, a high resolution
time-resolved X-ray diffraction experiment should be performed for the different
crystal directions and phases. The precise c¢/a ratio variation could then be com-
pared to the theoretical values computed with LDA. The lifetime of this structural
change could then be compared to the electronic changes seen. This experiment
should be done using a time resolution better than the phonon frequency thus only
at a free electron laser could this experiment be conducted. The same should be
done for BaCoSs.

Time-resolved ARPES experiments should also be performed using XUV pho-
tons to probe the effective Coulomb repulsion by following the lower Hubbard
band. Since the filling of the band changes during the first 100 fs, the Coulomb
screening should also be affected. The high Harmonic could also be used to pump
at higher fluences in order to see the possible non linear responses. A single pump
laser shot could also be performed on the 1.1% Cr doped sample to see if a single
pulse can trigger the metal to insulator transition as seen with heat accumulation
in chapter 5.

Our work shows the importance of selective excitation, where the optical transi-
tion changes the filling of specific orbitals and hence their bonding strength. These
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selective excitation lead the pathway for ultrafast control of the conductivity of
materials. The pump wavelength and polarization can be tuned to populate a
specific orbital that can act on the lattice in order to push the material towards a
conducting or insulating phase. These wavelength can be either above or under the
band gap. The other solution is to act directly on the lattice by exciting specific
phonons using THz pulses. These studies will have to be done combining X-rays
and ARPES in order to really disentangle the lattice and the electronic behavior.
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