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Preface

We are pleased to present the sixteenth volume of Progress in Ultrafast Intense
Laser Science. As the frontiers of ultrafast intense laser science rapidly expand ever
outward, there continues to be a growing demand for an introduction to this inter-
disciplinary research field that is at once widely accessible and capable of delivering
cutting-edge developments. Our series aims to respond to this call by providing a
compilation of concise review-style articles written by researchers at the forefront of
this research field, so that researchers with different backgrounds as well as graduate
students can easily grasp the essential aspects.

As in the previous volumes, each chapter of this book begins with an introduc-
tory part, in which a clear and concise overview of the topic and its significance
is given, and moves onto a description of the authors’ most recent research results.
All chapters are peer-reviewed. The articles of this sixteenth volume cover a diverse
range of the interdisciplinary research field, and the topics may be grouped into three
categories: atoms and molecules in intense laser fields (Chaps. 1-5), applications of
circularly polarized laser pulses (Chaps. 6 and 7), and theoretical and technological
developments for intense laser field experiments (Chaps. 8- 10).

From the third volume, the PUILS series has been edited in liaison with the activi-
ties of the Center for Ultrafast Intense Laser Science at the University of Tokyo, which
has also been responsible for sponsoring the series and making the regular publica-
tion of its volumes possible. From the fifth volume, the Consortium on Education and
Research on Advanced Laser Science, the University of Tokyo, has joined this publi-
cation activity as one of the sponsoring programs. The series, designed to stimulate
interdisciplinary discussion at the forefront of ultrafast intense laser science, has also
collaborated since its inception with the annual symposium series of ISUILS (http://
www.isuils.jp/), sponsored by JILS (Japan Intense Light Field Science Society).

We would like to take this opportunity to thank all the authors who have kindly
contributed to the PUILS series by describing their most recent work at the frontiers
of ultrafast intense laser science. We also thank the reviewers who have read the
submitted manuscripts carefully. One of the co-editors (KY) thanks Ms. Mihoshi
Abe for her help with the editing processes.


http://www.isuils.jp/

vi Preface

We hope this volume will convey the excitement of ultrafast intense laser science
to the readers and stimulate interdisciplinary interactions among researchers, thus
paving the way to explorations of new frontiers.

Tokyo, Japan Kaoru Yamanouchi
Saitama, Japan Katsumi Midorikawa
Salamanca, Spain Luis Roso

January 2021
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Chapter 1 ®)
Robust Strategies for Affirming oo
Kramers-Henneberger Atoms

Pei-Lun He, Zhao-Han Zhang, and Feng He

Abstract Atoms exposed to high-frequency strong laser fields experience ionization
suppression due to the deformation of Kramers-Henneberger (KH) wave functions,
which has not been confirmed yet in any experiment. We propose a bichromatic
pump-probe strategy to affirm the existence of KH states, which are formed by the
pump pulse and ionized by the probe pulse. In the case of the single-photon ion-
ization triggered by a vacuum ultra-violet probe pulse, the double-slit character of
the KH atom is mapped to the photoelectron momentum distribution. In the case of
the tunneling ionization induced by an infrared probe pulse, streaking in anisotropic
Coulomb potential gives rise to the rotation of the photoelectron momentum distribu-
tion in the laser polarization plane. Apart from bichromatic schemes, the non-Abelian
geometric phase provides an alternative route to affirm the existence of KH states.
Following specific loops in laser parameter space, a complete spin flipping transition
could be achieved. Our proposal has the advantages of being robust against focal-
intensity average as well as ionization depletion and is accessible with current laser
facilities.
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2 P.-L. He et al.

1.1 Introduction

Modern light-matter interaction researches date back to Einstein’s explanation of the
photoelectric effect, in which ionization happens only if the absorbed photon energy
is larger than the binding energy. The advent of laser technologies has boosted light-
matter interaction researches into a new era, where novel nonperturbative phenomena
are discovered, for example, strong-field tunneling ionization [1], above-threshold
ionization [2], high-harmonic generation [3—-5], nonsequential double ionization [6],
low-energy structures [7, 8], and photoelectron holography [9]. Among these fasci-
nating scenarios, stabilization of atoms in intense laser fields, i.e., the counterintuitive
decrease of the ionization probability with the increase of driving laser intensities,
attracts the attention of the ultrafast community [10-12]. Two mechanisms are known
for ionization stabilization. One is interference stabilization [13, 14], in which the
released electron wave packets from populated Rydberg states interfere destruc-
tively. The other is adiabatic stabilization, in which the multiphoton ionization is
suppressed due to the deformation of Kramers-Henneberger (KH) wave functions
[15-18], which are defined to be the eigenstates of a time-averaged Hamiltonian
[19].

Though theoretically predicted for decades, the experimental confirmation of adi-
abatic stabilization is obscure due to ionization depletion and the focal-intensity
average of lasers. In real experiments, the fine structure related to the stabilization
may be smeared out after integrating all ionized fragments driven by different laser
intensities. Furthermore, while the field strength in the focused center reaches the
threshold of stabilization, the lower intensity around the focusing spot may com-
pletely ionize the target. The target might also be completely ionized before the laser
field reaches its peak intensity in the time domain [20]. Up to now, there is only
tantalizing indirect experimental evidence [21, 22] for the adiabatic stabilization.
For example, in [23], a large acceleration of neutral atoms was reported and regarded
as a signal of stabilization [18]. However, this evidence is not convincing enough
as frustrated ionization [24], in which the ionized electrons get recaptured by the
parent nuclei, has similar output. The ionization stabilization of Rydberg atoms [25]
is not convincing evidence since the nonadiabatic coupling [26, 27] in intense fields
populates a superposition of Rydberg states thus the ionization suppression might be
attributed to the interference stabilization [13].

There are vast researches on adiabatic stabilization [10—12]. However, only a few
attempted to directly identify KH states. Popov et al. [28] proposed to affirm the
existence of the KH states via the energy shift of the photoelectron [29-31]. Morales
et al. identified specific fine structures in photoelectron momentum distribution con-
tributed by excited KH states [32]. Jiang et al. suggested that the photoelectron
momentum distribution carrying dynamical interference structures provides infor-
mation on adiabatic stabilization [33]. However, these proposals are sensitive either
to the laser intensity or to the pulse envelope and are not robust against ionization
depletion. Thus, the experimental realization is still challenging.
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In one of our recent publications, we discussed the possibility of realizing Young’s
double-slit experiment with a single atom via KH states [34]. Here, we proposed to
detect KH states using a bichromatic pump-probe strategy, in which the KH state is
formed by the pump pulse and ionized by the probe one. By detecting the photo-
electron momentum distribution, one is able to extract the dichotomic structure of
the target, and thereby affirm the existence of KH states. The spin flipping for atoms
following a loop in the laser parameter space provides an alternative route.

1.2 Models and Methods

1.2.1 Dipole Kramers-Henneberger Transformation

Our start point is the time-dependent Schrodinger equation (TDSE) (atomic units are
used throughout unless stated otherwise)

0
15¢(X’ t) = HiY(x, 1), (1.1)

where H = % (p+ A(1))> + V(x) fora dipole laser field. The Kramers-Henneberger
(KH) transformation [19] provides a comoving frame for a free electron interacting
with laser pulse field, which is implemented via a time-dependent translation operator

t
Uy =exp (ip- B(t)) exp (—i f dTAz(T)/2> . (1.2)
Define ¥ g = Uz, the Hamiltonian transforms into the form
1
HEH = 5p2+V(x+ﬁ(t)), (1.3)

here B(1) = [ "dTA(7) is the displacement of the photoelectron. For a linearly
monochromatic plane wave laser field with a frequency w, the displacement is given
by

B = By sin(wt), 1.4)

with 8, = fpe, and Gy = % One can thus expand the potential into Fourier series
Vx+B(t) =) Valx; Bole ™. (1.5)
The harmonic component is given by V,,(x) = ozﬂ doV (x + B(¢)) e"?/(2r). Ion-

ization induced by the nonzero component is suppressed with increasing w [35].
These observations inspire the concept of KH atom, i.e., the atom in a series of
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nontrivial metastable states that exist only when in the laser field. KH atom is the
eigenstate of the Hamiltonian

1
H' = 20+ Vo(x: Bo) (1.6)
and is closely related to the ionization stabilization, see Sect. 1.2.3 for more discus-
sions.

1.2.2 Nondipole Kramers-Henneberger Transformation

Before going into the detailed discussion of the KH states, here we study the Kramers-
Henneberger transformation in its general form first. Fgrre et al. [36] generalized the
Kramers-Henneberger transformation to include the nondipole effect when the laser
pulse is monochromatic. For a complete discussion of the nondipole effect in the
nonrelativistic regime, we further consider the case when the laser vector potential
is given by the superpositions of propagating waves

A, x) = ZA“(ti), (1.7)

where t¢ is the light-front time
t* =t—x-n/c (1.8)

of the a-th pulse and n? is the pulse’s propagating direction. We use axial gauge
n’ - A? = 0. The field decomposition follows from E = —9,A = )" E*(¢?) and
B=VxA=)  B‘(:".

As the time dependent displacement 3(¢,x) = )_, ff;o dT_A%(7%) is spatially
dependent, we need to properly order the operator when defining the nonuniform
KH transformation as

U=:exp(iB(t,x)-p):
o i’ o (1.9)
:1+lﬁpi+565jpipj+§ﬁﬁjﬂ PiDjDPk---»

where the Einstein summation rule is adopted for repeated indices in (1.9).
The commutators between the KH transformation operator U and momentum and
position operators are summarized as follows

[U,x] =B x)U

.= e pu (1-10)

c

a
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here n** = (1,n%) and p* = (i%, —i %). p =0 gives time component and p =

1,2, 3 gives the spatial component. 2 is defined via series,
A, x) =A@ + ) AG) A" e
b

+ ;A“(tﬁ) 0P AP(?) - nA (1) ) (L11)
+ YA 0P AY () -l Ay ol AT ()P
bd,f

When all fields propagate collinearly, ¢ equals A“. Let ¢y = U1, the equation
of motion for 1k g is given by

0
. —H
l@twKH KHVKH

P (1.12)
= Higy + [15 —H, U] Ugn.
Hy p can be calculated by the commutating relations (1.10). Define
Xk =X+ B(1,%), (1.13)
the transformed Hamiltonian is
L, 2
Hgp QE(P +AXkH, 1))+ V(Xkn)
(1.14)

1
+_~ [ +A®) 0 A0 -p) +B(1) "E*@) - p].

here we expand Hg g to the order of 1/c,

When the laser field is monochromatic, (1.14) is identical to the results obtained
in [36]. New interacting terms A(7) - n®A“(¢) - p and 3(¢) - n“E“(¢) - p appear when
there are multi-color non-collinearly propagating lasers. The nice feature of Hgp
in (1.14) is that there are no coupling between momentum operators and spatial-
dependent functions, thus one can use a fast Fourier transformation (fft) based split-
operator algorithm to solve the TDSE.

Unfortunately, (1.14) is not suitable for studying nondipole effects when 3(z) -
n’E?(¢) - p # 0, as () is not always a small quantity. However, this difficulty could
be avoided in the electric field gauge [39].

With the gauge transformation )" = exp (ix - A(¢, X)) 9, the Hamiltonian in the
electric field gauge reads

H' =3p* + Ve +x-E— 3 x-E'p-n'/c (1.15)
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Define the time dependent displacement

UL, =exp <Zx -A“(H)p - na/c) : (1.16)

and
Yiu = Uggd", (1.17)

we have the transformed Hamiltonian

H! = %pz + Ve <r+ l/cZn“(x-A“(t))) +x-E(,x)
a (1.18)

1 a a a a
+;;[(E(t)~n)(X'A (1) — (p-n")(p-A*(1)].

1.2.3 The Kramers-Henneberger States

The KH states are defined to be the eigenstates of the KH Hamiltonian. Generally
speaking, they are metastable states in the laser field while their stability increase
when the laser frequency increases [35]. Thus, we expect the KH states could play an
important role in the high frequency laser field. The dynamical information manifests
itself already in (1.5). The adiabatic potential V; gets deformed by the laser field,
which in turn deforms the bound state, and the nonzero order harmonic terms ionize
the KH states. As we will see in Sect. 1.2.4, the above picture is extremely useful
when the laser frequencies are high.

If the laser pulse is linearly polarized, Vj has a dichotomic structure [17, 40].
Figure 1.1a plots V, when 3 = 10 a.u., from which we see two local minimum
located at +3,. Compared with the laser free case, V} is no longer isotropic and has
only axial symmetries. As a consequence, the orbital angular momentum number
is not conserved and the KH states could be labeled in the same manner as the
homonuclear diatomic molecules. Due to the spin-orbital coupling, only the total
magnetic moment is conserved. We will discuss the role of the spin-orbital coupling
in Sect. 1.3.4 when we deal with the geometric phase.

The potential Vj depends on the parameter 3, which means the KH states and
their eigenenergies depend also on 3,,. We plot the eigenenergies of the ground state
KH states in Fig. 1.1b. The eigenenergies increase when (3 increases [29-31].

The adiabatic potential Vj is dichotomic, so is the wave packet [16], see Fig. 1.1c.
The wave function is localized at 3, and has similar properties as homonuclear
diatomic molecules. Thus, we could have charge resonance enhanced ionization [34,
37, 38] in atoms.
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| | | |
-30 -20 —10X(0 )10 20 30 0 5 10 15 20
a.u.
B, (a.u)

Y (a.u.)

0
X (a.u.)

Fig. 1.1 The laser field is linearly polarized along the x-axis. a The plot of V when 3y = 10 a.u.
b The eigenenergies of the ground state KH hydrogen atoms as a function of (3y. ¢ The probability
distribution of the ground state KH atom when 3y = 10 a.u.

1.2.4 Dynamics of Kramers-Hennerberger States

In practice, we need to consider the effect of the pulse envelope. Thus, the expression
for the displacement in (1.4) is replaced by

Bo = Bof(t)ey. (1.19)
The corresponding laser field is given by E(f) = — g—; 3. We use the envelope f (1) =

cos?(mt/L) (—L/2 < t < L/2) throughout this paper, where L stands for the pulse
duration. The ground state of (1.1) is obtained using the imaginary time method [41],
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and the split-operator method is adopted to propagate the wave function in real time.
By Fourier transforming the ionized wave function, we obtained the photoelectron
momentum distribution.

Researches on different aspects of high-frequency-laser ionization scatter in ref-
erences [26, 27, 29, 36, 40, 42-45]. For our purpose here, we summarize the
main conclusions with a special emphasis on the role played by KH states. We
expanded the oscillating Coulomb potential as V(x+ 3) = > Vu(x; Bo)e‘i““"f
[46, 47]. Vo(x; By) is interpreted as a laser-dressed adiabatic potential, while the
nonzero harmonic components V;(x; 3,) induce photon absorption/emission. The
Hamiltonian in (1.1) can now be regrouped into two parts, i.e., the adiabatic
termHy = %2 + Vo(r; By) and the remaining part H; =) Va(X; By)e "0, The
time-dependent electron wave packet can be expanded as

W) =Y Cye /DN (By)), (1.20)
N

in which |N (ﬁo)) is the instantaneous eigenstate of Hy and satisfies the govern-
ing equation Hj |N(BO)> = En(By) |N(50)). Inserting (1.20) into the Schrodinger
equation yields

> a 8 .ot
Cy = Z (N| (_%6_50 - iH;) |M) et [ drEu=Enc, (1.21)
M

The term(N| H; |M) is responsible for photons absorption/emission,and the skew-
hermitian matrix(N | 8%0 | M) providesthe nonadiabatic coupling [26, 27, 36] and the
geometric phase [48]. As indicated by (1.22), KH states are of central importance
here. The deformation of the KH wave function ¢x(3,) leads to the suppression
of (N| V, |M), which is the fundamental reason for adiabatic stabilization [15, 17].
The phase accumulation due to the distorted KH state [18] leads to the dynamic
interference [42—45]. Furthermore, KH states determine the strength of nonadiabatic
coupling (N| 8%0 |M).

1.3 Results and Discussions

1.3.1 Ionization in the High-Frequency Fields

Using the hydrogen atom as the prototypical target, we calculated the ionization
probability as a function of (3, as shown by the black solid line in Fig. 1.2a. Here,
the laser pulse has a frequency of wy = 3 a.u., and a total duration L of sixty cycles.
The “death valley” [20] structure is clearly shown.

With (1.22) in hand, we explored scenarios of ionization shown in Fig. 1.2 by
dividing the ionization probability curve into three stages marked by A, B, and C. In
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0.4

lonization Yields

0.2

Fig. 1.2 The ionization probability as a function of y obtained from TDSE simulations. The
black solid line is for total ionization, the red dashed line is for one-photon ionization probability,
and the blue dotted-dash line describes the nonadiabatic ionization

stage A, 3y is small and so is the changing rate %, which means the deformation of

KH wave functions and the nonadiabatic coupling are negligible. We extracted the
single-photon ionization fragment from the total ionization spectra and presented it
by the red dashed curve in Fig. 1.2. The single-photon-ionization probability over-
laps with the total ionization probability as Gy < 1 a.u., which suggests that the
ionization can be well described by the conventional first-order perturbation theory
and the nonadiabatic coupling is negligible. In stage B, the total ionization probabil-
ity decreases due to the significant deformation of KH wave functions. The norm of
(N| Vi |M) is suppressed with an increasing 3. The dichotomic characteristic of KH
states, i.e., the dimensionless number ﬁ serves as a measure of the deformation of
wave functions. For the ground state hydrogen atom, the nuclear charge Z = 1 a.u.
and the ionization energy I, = 0.5 a.u. ﬁ ~ 1 roughly corresponds to the point
where the second order derivative of the laser-dressed ground state energy curve van-
ishes. ﬁ < 1 implies the deformation of the wave function is significant. In stage
C, the nonadiabatic ionization becomes more and more important [26, 27, 36]. There
is no distinct boundary between B and C. The nonadiabatic coupling is determined

ot
ilar to the excited-state tunneling ionization [49], in the nonadiabatic ionization , the
atom first transits to excited states, which are then mediated to continuum states. The
effective ionization potential for the ground state decreases with the increasing of
Bo [29-31], and thus the nonadiabatic ionization is more important for a larger Jy.
Ionization from excited states dominates since the ionization potential gets smaller
in this situation.
We can analyze the PMD via the nonadiabatic perturbation theory. As the evolution
of a certain eigenstate is described by

by the product of <N ‘ 6%0 ‘ M ) and 22 which implies an envelope dependence. Sim-
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Crv = L (NI (=L 5 — iHy ) M)

. (1.22)
e i/ dT(EM—EN)CM.

Here, the term (N| H; | M) is responsible for absorption/emmison of photons, while
(N| 0%0 | M) provides the nonadiabatic coupling and the geometric phase. We treat

(N| Hy |M) as aperturbation and expand Cy inthe way that Cy = C,(\?) + CI(VI) + .-
The zeroth-order equation is

. 0 0
e =S wi (= ) )

M
et [1ArEn=En ). (1.23)

The nonadiabatic coupling described by (1.23) pumps the ground state to excited
states. The first-order correction is C{" (1) = C{P“ () + C{V" (1), where

t
ci(r) = —iZ/dT (p| H; |M) (1.24)

M o

e—i deT/(EM_EP)Cﬁ) (7_)’
t
o B
Wby — _ i et )
() = %:/dﬂm TN M) — (1.25)
fo

e deT’(EM—Ek)Cl(S)(T).

C{M* and C{M" are the transition amplitudes of single-photon absorption and the
nonadiabatic coupling, respectively. Equations (1.25) and (1.26) are used to calculate
the momentum distributions with specific laser parameters.

We plotted the photoelectron momentum distribution, i.e., |C , in Fig. 1.3a,
where dynamic interference appears. The dynamic interference occurs due to the
phase accumulation by the distorted KH state and disappears if we enforced C,(\?) (t) =
1 and Ep; (B (7)) — Ep(Bo(7 = 0)). The nonadiabatic ionization has a significant
contribution, with the given laser parameters in Fig. 1.3. Figure 1.3b, c plot |Cl(,1)b 2
when the electron gets ionized from the ground state and 2so, state, respectively.
Comparing the panel (b) with the panel (c), we found that the nonadiabatic ionization
from excited states dominates since the corresponding ionization potential is smaller
in this case. Please note that Fig. 1.3c is only qualitatively correct, as the depletion of
the excited states is not negligible and should be included for accurate calculations.

(1)a|2
k
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Fig. 1.3 Photoelectron momentum distribution obtained by the nonadiabatic perturbation theory.
a photoelectron momentum distribution of single-photon ionization. b and ¢ are the nonadiabatic
ionization contributed by the ground and 2so, states, respectively. The applied laser field consists
of sixty cycles. The laser parameters are wg = 3 a.u. and §p = 10 a.u.

1.3.2 Imaging the Kramers-Hennerberger States

With these understandings about the central role played by KH states in the wy > 1,
regime, we now make the following proposal to experimentally affirm KH states.
The strategy is basically a pump-probe scheme: a linearly or circularly polarized
high-frequency strong laser pulse is used to irradiate on a prototypical hydrogen
atom, which is to be ionized by another circularly polarized probe pulse. When the
electron is released from the KH hydrogen atom, which plays the role of a double-
slits [50-54], the photoelectron momentum distribution will inherit the double-slit
interference structure [55]. In principle, this proposal can already be performed on
advanced laser facilities [56—58]. In this strategy, the probe pulse should be strong
enough to trigger noticeable ionization, but not so strong that the KH state formed
by the pump pulse gets destroyed. This imposes a constraint I, < (i—f)“l 1, where I
and I, are intensities of the pump and probe pulses. We denote their strength of the
electric field as E| and E», and the amplitudes of the displacements are 3; = f—l% and

b=5.

Note that the subscript 0 is preserved for the case of using only one pulse. Besides
that, laser frequencies of the pump and probe pulses should be proper so that the
photoelectron momentum distributions induced by the pump and probe pulses do
not overlap. w, should be sufficiently large to avoid interfering with very low energy
electron produced by the nonadiabatic coupling [26, 36].

The upper row of Fig. 1.4 shows the above-threshold-ionization (ATT) containing
the fragments released by absorbing nw; photons and mw, photons, where n and m
are integers. Though the probability of absorbing w, is small due to the relatively
weak intensity of the probe pulse, the ionization induced by the probe pulse con-
tributes distinct angular distribution and non-overlapping photoelectron energy with
the ionization fragments induced by the pump pulse. Thus one can easily separate
one-probe-photon ionization from the dominating pump-photon ionization, as shown
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P (a.u)

2401 2
Px(a.u.)

Fig.1.4 Upper row: The photoelectron momentum distributions contributed by both the pump and
probe pulses. Lower row: The photoelectron momentum distributions contributed by the one-probe-
photon ionization, which are picked out from the upper row. Different laser parameters are used
for the three columns. Left column: 5] = 2 a.u.,, w; = 1 a.u., and wy = 3.5 a.u.; The pump pulse is
linearly polarized along the x axis with a duration of twenty optical cycles, and the probe pulse is
circularly polarized in the x — y plane. Middle column: 3; = 5 a.u.,, w; =3 a.u, and wp =2 a.u.;
The pump pulse is linearly polarized along the x axis with a duration of sixty optical cycles, and
the probe pulse is circularly polarized in the x — y plane. Right Column: 8; = 3 a.u.,w; =3 a.u,,
and wy = 2 a.u.; The pump pulse is circularly polarized in the x — y plane with a duration of sixty
optical cycles, and the probe pulse is circularly polarized in the y — z plane. In all panels, the probe
pulse has a duration of ten optical cycles and intensity I, = 10'® W/cm?2. The delay between the
pump and probe pulses is zero

in the lower row in Fig. 1.4. The number of nodes is determined by 3;+/2 Ex with Ex
the photoelectron energy. Inversely, 31 can be extracted from the angular distribution
of the photoelectron induced by the one-probe-photon ionization. The comparison
of (a), (b) and (c) shows that a larger w; is more convenient for separating the ion-
ization events from the pump and probe pulses. A larger frequency w is also better
for avoiding the ionization depletion [35].

The unavoidable focal-intensity average in real experiments must be taken into
account to judge the feasibility of the above proposal. By assuming that the inten-
sity of the laser pulses has the spatially Gaussian distribution [59], we plotted the
focal-intensity-averaged photoelectron angular distribution in Fig. 1.5. The frequen-
cies are w; = 1 a.u. and w, = 3.5 a.u., corresponding to the parameters used in
Fig. 1.4a, d. The laser intensities used for the three columns from left to right are
I =35x 10" W/em? (B =1auw), I} = 1.4 x 107 W/em? ( 5; = 2 a.u.), and
I} = 3.2 x 107 W/em? ( 31 = 3 a.u.), respectively. The photoelectron from unper-
turbed hydrogen atoms should be rotational invariant in the laser polarization plane,
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Fig. 1.5 Focal-intensity averaged photoelectron angular distributions. The laser frequencies are
wi = l a.u., and wy = 3.5 a.u. The pump laser intensity is (a) I} = 3.5 x 10'6 W/cm? (B =1lau.
), (0) I} = 1.4 x 1017 W/em? (B =2 a.u. ), and (¢) I} = 3.2 x 1017 W/em? ( 8; = 3 a.u.). The
probe laser has the intensity I, = 1 x 10'® W/cm?, and the duration of ten optical cycles

hence, the anisotropic ionization probability, as shown in all these panels, confirms
the existence of dichotomic distribution of the KH hydrogen atom, which in turn
provides the evidence of adiabatic stabilization. The onset of adiabatic ionization
implies that ionization is mainly contributed from small (3;, which explains why
interference structures in photoelectron momentum distributions are not as distinct
as that in Fig. 1.4. As the number of nodes is determined by [, V2Ey, a larger w; is
favored to produce distinctive angular distributions. This strategy works for diverse
laser parameters and is robust against focal-intensity average. Moreover, the pump-
probe delay can be tuned thus the probe pulse can contribute noticeable ionization
before the KH atom is depleted.

1.3.3 Tunneling Ionization

Instead of the single-photon ionization triggered by the high-frequency probe
pulse, the KH atom may be tunneling ionized by an infrared probe pulse as well.
Figure 1.6 shows the focal-volume-averaged photoelectron momentum distribu-
tions for the probe laser intensity (a) I, =3 x 10" W/cm? and 3; = 2 a.u. and
(b) I, =2 x 10" W/cm? and 3; = 4 a.u. Here, He" in the KH state is prepared
and used as the target, and the two cases have the same Keldysh parameter. In con-
trast to the one-probe-photon ionization, signals from large (3, are dominating in the
tunneling regime.

The streaking of the photoelectron momentum distribution in the anisotropic
Coulomb field produces a tilt angle, which is a function of 3; and I, [60, 61]. The
existence of J; can thus be mapped into the streaking tilt angle. We point out that it
is also possible to use the laser induced electron diffraction [62, 63] to reconstruct

P
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Fig. 1.6 Focal-intensity-averaged photoelectron momentum distributions that are tunneling ion-
ized by infrared probe pulses. The pump and probe laser parameters are a 3; =2 a.u. and
I =3 x 10" W/cm?, and b B1=4auv.andl, =2 x 10'* W/cm?. The probe pulse has a duration
of four optical cycles

1.3.4 Spin-Flipping

Besides utilizing the double-slit interference structure and the anisotropic angular
streaking, the electron spin-flipping may also provide another route to affirm KH
atoms. The physical principle is based on the non-Abelian geometric phase. Neglect-
ing the ionization of KH atoms for a moment, the nonadiabatic coupling among those
non-degenerate states, i.e.,

(NIiIM)—<NI%IM)/(E —Ey) (1.26)
B, 9B, e ‘

can be suppressed in the adiabatic limit. However, situations are different for systems
with energy degeneracies, where non-Abelian geometric phases play arole [64]. The
deformation of KH states is crucial here. When the laser field is not very strong, i.e.
Bo < 1a.u., the dynamical evolution of the state is determined by the dipole coupling
matrix (N|r|M). Typically, only a minor fraction of spin flipping could be achieved
[65]. However, with an increasing [y, couplings with the highly oscillating laser
pulses are suppressed, which reduces (1.22) into

g% ~ =Yg g, (N 8%0 |M) Cy (1.27)

in the adiabatic limit.

The spin flipping in KH atom due to the adiabatically rotating electric field is iso-
morphic to that of in diatomic molecule due to the rotating molecule axis [66]. The
nonzero spin flipping probability manifests the breaking of atom’s isotropic symme-
try, thus the existence of the axial symmetric KH atom. In this strategy, ensuring the
adiabaticity implies that % should be small. Therefore, a pulse with a very long
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duration is demanded. In this case, in order to avoid ionization depletion, a laser
pulse with a large wy is required.

Consider the situation that the laser field is linearly polarized along the z axis.
Neglecting spin-orbital coupling for a moment. When the high-frequency pulse is
turned on, the ground-state hydrogen is stretched to a 1so, state, and the 2p, state
is stretched to a 2po, state. The 2p, and 2 p, state are stretched to a 2pm, state. We
label the eigenenergies of 1so,, 2poy,, and 2pm, by Ey, E;, and E;, respectively.
Let1 and s are orbital angular momentum and spin angular momentum respectively,
m; and my are their projections along the polarization axis. Due to the effect of spin-
orbital coupling, only the projection of total angular momentum J = 1 + s along the
polarization axis M = m; + my is conserved. We have the states mixing

1 1
o, M = :i:§> = |lsog;m; =0,m, = :|:§>

1 1
P, M = :i:—> = 2poy;m;p =0,m; = :|:§>

2
1 1
Vo M =% )= 2pmimy = £Lm, = F5 : (1.28)
HSO 1
— 2 us = 0, s = +-
+ E,— L, POy my m 2>

3 1
Py, M = :|:§> = ’2p7‘ru;ml =41, m; = :|:§>

where Hj is the spin-orbital coupling and is of the order O (Ciz). The energy between
|12, M = £1)and |1, M = £3)isfinely split,and |¢», M = &1 )haslower energy.
The energy splitting due to the spin-orbital coupling is of the order O(Clz), which
requires the pulse duration of the rotating pulse to be much longer than picoseconds
to satisfy the adiabatic condition.

One then adiabatically rotates the polarization axis by §y = 7/2 inthe z — x plane,
then rotates it by ¢q in the x — y plane, and finally rotates it back to the z axis. In
this case, the spin-up and spin-down states of [ty, M = 1), |11, M = £1), and
|w2, M = :I:%) constitute of two-fold degenerate states |£). No spin-flipping could
happen for |w2, M = :I:%) as the geometric phase is Abelian [66]. Ulizing this effect,

Denoting the polarization axis of the laser pulse by n = (sin @ cos ¢, sinf
sin ¢, cos 0), we have degenerate KH states |+ (6, ¢)) satisfying n - J |+ (0, ¢)) =
+1/2|% (0, ¢)), where J is the addition of orbital angular momentum L and spin
angular momentum S. |+ (6, ¢)) are connected to |+ (8 = 0, ¢ = 0)) via rotations

|£ (0, ¢)) = exp(—iJ:¢) exp(—iJ,0) [£ (0 = 0,4 =0)). (1.29)

Components of non-Abelian connection 1-form 2 = i (M|d|N), where d is exterior
derivative, are thus given by
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0 ik cosf —sinbk
1 1
%=5<—m 0)’ QLy:i(—siné% —0059)' (1.30)
where | |
k=2 (M==|J,|M=—=) , (1.31)
2 2" (9=0.6=0)

is a real-valued function of 3 up to a possible trivial phase factor.
For the rotation process we considered, the holonomy is

W=r {eifm} (1.32)

cos ("“")+zsm(2)sm(“‘2’°) —i cos(z)s1n<"f°>

B zcos(z)s1n<'“2°°> cos(%) zsm(z)sm(";‘)>

where T stands for the time ordering operator, as 2( does not necessarily commute
at different instants.

Equation (1.32) shows that the spin-flipping probability is given by cos? %
sin? %‘bo We have k — 1 for Wo, M= :I:%) and Wl, M= :I:%), thus only a negligi-
ble spin-flipping probability. For |w2, M = i%) we have k = 0. Taking ¢ = 7/k,
a nearly complete spin-flipping could be achieved. We note the formation of the KH
states is crucial here, otherwise, we will have x exactly equals zero or one, thus
no spin-flipping. The geometric phase for |¢2, M = :I:%) is non-Abelian, while the
geometric phase for |w2, M= :I:%) is Abelian. Ultilizing this nontrivial fact, we can
manipulate the spin polarzation. Consider an ensemble of unpolarized ground-state
hydrogen atoms. We resonantly excited it with a left-hand circularly polarized pulse,
and obtain an ensemble with the states |7,/12, M = ) and \1/12, M = —>. Putting these
states into the properly adiabatically rotating laser ﬁeld we end up with an ensemble
of hydrogen atoms with spin up.

1.4 Conclusions

To summarize, a pump-probe scheme is suggested to detect the KH state. The pump
pulse creates a KH atom, whose dichotomic structure is imprinted on the photo-
electron momentum distribution. This strategy is robust against the focal-intensity
average and ionization depletion. Alternatively, the spin flipping induced by the non-
Abelian geometric phase in the adiabatically changing laser field can also provide
evidence for the existence of KH atoms. An ideal implementation of our proposal

requlres 4 > 1 and =% v 1 < 1. In our strategy, the required laser intensity is about

1016 10'7 W/cm?, and the laser wavelength is around 10 — 50 nm, which is
w1th1n the reach of current laser facilities. Relativistic and quantum electrodynamics
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effects [67, 68] are negligible for the considered laser parameters. Moreover, we are
concerned only about one-probe-photon ionization from KH states, thus the devi-
ation from relativistic theory mainly differs by scaling factors [69]. We observed
that the low-energy electron ionized by the nonadiabatic coupling is altered by the
nondipole effect [70, 71]. However, this does not harm our proposal due to the non-
overlapping energy. Our schemes not only provide accessible routes for detecting KH
states, thus adiabatic stabilization, but are also useful for understanding upcoming
high frequency strong laser-matter interaction.

Acknowledgements This work was supported by Innovation Program of Shanghai Munici-
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Chapter 2 ®)
Observation of the Post-Ionization ek
Optical Coupling in N,* Lasing

in Intense Laser Fields

Yao Fu, Helong Li, Siqi Wang, Erik Lotstedt, Toshiaki Ando,
Atsushi Iwasaki, Farhad H. M. Faisal, Kaoru Yamanouchi,
and Huailiang Xu

Abstract In this chapter, we introduce our recent studies on the mechanisms respon-
sible for the optical amplification in N,* induced by irradiating nitrogen molecules
N, with intense laser fields. We demonstrate that the lasing intensities of N,* at
391.4 nm, corresponding to the B>%,* (v = 0)-X22g+ (V" = 0) transition, can be
strongly modulated by manipulating the polarization state of the driven laser field,
which is ascribed to the post-ionization coupling between the ground X*X,* state
and the first excited A’TI, state of N,*. By using pump-probe methods, we show
direct evidences for the optical transition between the X*X,* and AT, states of
N,* in intense laser field, based on which we show the optimization of N,* lasing
by designing intense laser fields.

2.1 Introduction

When a powerful femtosecond (fs) laser pulse is externally- or self-focused in pure
nitrogen or air, it can induce a variety of dynamical processes of atmospheric
constituents [1-4], resulting in electronically and rovibrationally excited atoms,
molecules or ions, which are in some cases population-inverted and lead to amplifi-
cation of the light covering the transitions [5—18]. This type of lasing phenomena in
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air are popularly called “air lasing”, and have been extensively investigated in recent
years because of their high potential in atmospheric applications [16—18]. Recently,
lasing in N,* has been paid much attention because it was theoretically predicted
that the ionization of N,, whose ground-state electronic orbital configuration is KK
(0428)*(0,28)*(11,2p)*(042p)?, by intense fs laser pulses [19] gives more population
on the ground X?% ¢ state of No* [20, 21]. As a result, the stimulated amplification
of light in the population-inverted N,* could not occur only through the strong-
field ionization of N,. Therefore, considerable effort has been made to interpret the
physical origin of the strong-field-induced N,* lasing [22-29].

In 2015, we proposed, as shown in Fig. 2.1, a physical mechanism called
“post-ionization optical coupling” to explain the strong-field-induced N,* lasing
phenomenon. In this scenario, it was suggested that the ionization of N occurs in
the strongest (central) part of the fs laser pulse, and most of N, * cations are prepared in
their ground X*> X, * state as predicted theoretically. After the ionization, the resultant
N,* cations are still within the light field, and thus interact with the rear part of the fs
laser pulse, which would induce an optical coupling among the lowest three states of
Ny*, ie, X22,*, A’I1, and B2Z,*, leading to population redistribution in N,*, and
consequently, the population inversion between the B>%,* and X>% ¢ states. With
this pumping mechanism, it was demonstrated that the population-inverted N,* can
be built up very rapidly within a time scale of a few femtoseconds, which agrees well
with the experimental observation that N,* lasing can be produced by the excitation
of few-cycle 800 nm laser pulses [25].

In this chapter, we present further experimental evidences for the post-ionization
coupling mechanism in N,* lasing. We first demonstrate that the intensity (which
represents the peak value of the measured signal) of the N,* lasing at 391.4 nm can
be significantly enhanced by designing a time-dependent polarized laser field using
either the polarization gating (PG) technique [26] or a birefringent crystal [27], which
can be convincingly explained by the post-ionization coupling where the modulated
driven pulse efficiently transfers the population in the ground X% o' state to the first

—— BZS ionization
. A, f
coupling " m“"“"“ 391.4 nm
+ \ f 2 2
N2 F 3 X Eg+
ionization ::;. coupling
—_— / '1 + o
Nz X EE Laser propagation

Fig. 2.1 Schematic diagram of post-ionization optical coupling that redistributes the populations
among the X>¥ Pa B2x,* and A?II,, states and establishes the population inversion between the
X2 g and B2y,* states in Np*
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excited AT, state of N,*. This is an “indirect” evidence for the coupling, where
the transition between the X> % ¢ and AT, states is not directly observed. We then
show, using pump-probe methods, the “direct” observations of the optical coupling
by introducing an independent coupling pulse to induce the X? ¥ ,*-AT],, transition,
and find that the 391.4 nm lasing intensity can be controlled by modulating the
strength, polarization and time delay of the coupling pulse [28, 29]. Based on the
deeper understanding of the post-ionization coupling, we achieve the optimization
of N,* lasing in an elliptically modulated intense laser field.

2.2 Indirect Observation of X>X g+-A21'[u Coupling

When the ionization of N, occurs at the most intense part of a linearly polarized laser
field, the N, molecules whose axes are parallel to the polarization direction of the
linearly polarized laser field are preferentially ionized [30], and consequently, most
of N,* ions are aligned along the polarization direction of the laser field. However, in
the post-ionization optical coupling model, the subsequent X>% g+-A2Hu coupling
induced by the rear laser field has the maximum efficiency when the polarization
direction of the coupling laser field is perpendicular to the direction of Np* axis
because of the perpendicular X2y g+—A21'I,, transition nature of N,* [31]. Therefore,
it is expected that the intensity of N,* lasing can be enhanced or reduced if one could
control the polarization state of the rear part of the laser pulse. In the following, we
will present experimental results of N, lasing in two types of designed laser fields,
whose polarization states in the rear part of the laser pulse change in time, by using
the PG technique [26] and birefringent crystal [27].

2.2.1 N,* Lasing Pumped with the Laser Pulse Modulated
by the PG Technique

To explore the effect of the laser polarization of the rear part of the pumping laser
pulse on N,* lasing, we employ a technique called polarization grating (PG) [32],
which is often used in attosecond pulse generation, to modulate the polarization state
of the pump laser pulse in time. As shown in Fig. 2.2a, the PG setup used in this
study is composed of a 7-order quarter-wave plate (7-QWP) and a 0-order quarter
wave plate (0-QWP). The angle between the optical axis of the 7-QWP and the
polarization of the input laser pulse is set at 45°, so that the electric field of the laser
field modulated by the 7-QWP can be expressed as [26],

EO Td T—QWP E() Td T—OWP
E7_owp(t) = $g<t - %)ﬁfgwp,o + Wik 1+ % e7_owp_ (2.1)
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Fig. 2.2 a Schematic (@)

diagram of the PG, where . .

7-QWP and 0-QWP 145°,0pticAxis  gptic Axis
represent the 7-order and I A -~

0-order quarter wave plates. '~ \ /

The angle 6 represents the
angle between the optical 7-QWP
axes of the two quarter wave
plates, b Amplitudes at 6 =
0° and 45°, respectively

(b) 0=0° 6=45°

where E| is the amplitude of the input laser pulse, and T, 7_owp is the time delay
between the o light and the e light induced by the 7-QWP with T 7_owp = 27 (7 +
1/4)/w and g(t) = e~ 22/ sin(wt + @) is the Gaussian function of the laser pulse,
and e;_gwp , and e7_gwp . are the unit vectors perpendicular (the o light) and
parallel (the e light) to the optics axis of the 7-QWP, respectively. Then the laser
pulse is further modulated by the 0-QWP, with the final electric field expressed as,

E Ty 7- +Ty o_ Ty 7_ — Ty o—
EPG(I)=*O[8(I* d_7-owpP +Ta 0-owp )*0059+g<[+ d 7-owp —Td 0 QWP)*Sin0:|

V2 2 2
E Ty 7 —T; o— )
eonWPfavLj%[g(tf d_1-QWP 5 d0-ow# )*sm&

Ty 7— Tg 0—
7g(t+ 7 QWP: .0 QWP)*COSF)}eO,QWP_e (22)

where Ty o—owp is the time delay between the o light and the e light induced by the
0-QWP with T; g_gwp = 2n * (1/4))/w and eg_gwp_, and ep_pwp . are the unit
vector perpendicular and parallel to the optical axis of the 0-QWP, respectively. It
can be seen from (2.2) and Fig. 2.2b that when the angle, 0, between the optical axes
of the two wave plates is changed, the polarization state of a linearly polarized pump
laser field in the front and rear parts of the laser pulse can be changed from linear to
circular or circular to linear, but the polarization state at the peak of the laser pulse
(the central part) is kept as linear.

In this study, we carry out the experiments using the linearly polarized output of
a Ti:sapphire amplifier (800 nm, 40 fs). After the laser beam passes through the PG,
it is focused by a fused silica lens (f = 40 cm) into a vacuum chamber filled with
pure nitrogen at 10 mbar. N,* lasing is generated by both self- and external-seeding
schemes, where self-seeding means that the seed pulse is directly produced by the
pump pulse in N, gas during propagation, but the external seeding means that the
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seed pulse is produced by frequency doubling of the pump pulse in a BBO crystal.
The forward lasing is collimated by a fused silica lens (f = 30 cm), and recorded
by a spectrometer (Andor, Shamrock) equipped with with an ICCD camera (Andor
iStar).

With the laser field modulated by the PG with the angle of 8 = 0°, where the
polarization of the rear part of the laser pulse is linear but its direction changes in
time, it can be seen from Fig. 2.3a that the intensity of self-seeding N,* lasing at
391.4 nm (solid line), corresponding to the B2x, H(v= O)—X22g+ (v” = 0) transition,
can be significantly enhanced when compared with that (dot line) obtained with the
pump of the linear polarized light without the PG modulation. For both the cases, the
pump laser energies are set at 1.0 mJ. In order to avoid the effect of self-generated
seed on the lasing enhancement, we compare the lasing intensities measured in the
external seed scheme. In this case, the energies of the pump laser pulses are reduced
to 0.6 mJ, so that self-generated seed is negligible. As shown in Fig. 2.3b, the forward
N,* lasing produced by the PG-modulated laser pulse (solid line) in the presence of
the external seed (dash line) is about one order of magnitude larger than that (dot line)
by the linearly polarized laser pulse, which indicates that the population inversion
between the BX,* and X?>X g* states is dramatically changed by the PG-modulated
fields.

On the other hand, we also measure the 391.4 nm fluorescence of N,* on
the B*X,*-X?,* transition by collecting it at a right angle of the laser propagation
direction. It is found that the intensity of fluorescence pumped by the PG-modulated
laser pulse is slightly weaker than (comparable with) that pumped by the linearly
polarized laser pulse (not shown). Since the fluorescence intensity is determined by
the population in B>X,* (v = 0) state of N,*, the enhancement of N,* lasing at
391.4 nm can be thus ascribed to the efficient depletion of the population in the
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Fig. 2.3 The forward spectra of a self-seeding and b external seeding N, " lasing obtained by the
linearly polarized (dot lines) and PG-modulated (solid lines) laser pulses. The external seed (dash
line) is also presented in (b). The angle 0 is set at 6 = 0°
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X2E,*(v” = 0) by the optical coupling through the vertical X*>%,*-A’T1, transition,
in which the polarization of the coupling field in the rear part of the laser pulse is
modulated by the PG.

In particular, it is known from the PG scheme that when we change the angle
between the 0-QWP and 7-QWP from 6 = 0° to 45°, the polarization state changes
from linear to circular in both the front and rear parts, but the polarization state
of the central part of the pulse keeps linear. Because the population in the BX,*
state is only dependent on the ionization of N, by the central part (strongest) of
the laser pulse, it is expected that when the angle 6 changes from 0° to 45° the
fluorescence at 391.4 nm measured from the side direction keeps constant, but the
lasing at 391.4 nm, which is dependent on both the populations in the B2X,* (v
= 0) and X’Z,* (v” = 0) states, changes. This is really what we have observed.
As shown in Fig. 2.4, when 6 changes from 0° to 45°, the intensity of the 391.4 nm
fluorescence (triangle) keeps constant in the entire range of 6, but the 391.4 nm lasing
(square) decreases monotonously, which can be ascribed to the amplitude of the laser
component perpendicular to the N,* axis in the rear laser field decreases from linear
polarization to circular polarization, leading to the less X?E,*-ATl, perpendicular
coupling.

2.2.2 N,* Lasing Pumped with the Laser Pulse Modulated
by Multi-order Quarter-Wave Plate

It can be seen from (2.2) that the laser field can be modulated by the PG. In fact,
when the laser pulse only passes through the 7-QWP, the amplitude and polarization
of the laser pulse can also be modulated as a function of the angle, «, between the
polarization direction of the linear laser pulse and the fast axis of the 7-QWP, as
shown in (2.3), but in this case the polarization state of the central part of the laser
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pulse changes as well. In this section, we investigate how the lasing behaves in the
laser field modulated only by the 7-QWP [27].

E(x,t) = Ey cos(a)g(t — %)eo + Ey sin(oe)g(t + %)ee. (2.3)

As shown in Fig. 2.5a, the laser field can be separated into two electric field
components, the ordinary light (Ey) and the extraordinary (E) light, with E, being
parallel to the fast axis of 7-QWP and thus having a larger amplitude at —45° <
o < 45° (o represents the angle between the polarization direction of the linearly
polarized laser pulse and the fast axis of 7-QWP). Due to the birefringence of the
7-QWP, the two components of the linearly polarized laser pulse will have a time
delay of about 20 fs after passing through the 7-QWP, where E lags behind E,.
Therefore, in the coupling model [25], the stronger Ey, component would induce
the ionization of N, and the delayed and weaker Ex component would subsequently
induce the post-ionization state coupling of N,* through the perpendicular X*> % ,*-
A’I1, transition. In Fig. 2.5b, we show the integrated intensity of the Ey component
(—o0< t < 00) and that of the Ex component (0 < ¢ < 00) as a function of the angle «
between the polarization direction of the linearly polarized laser pulse and the fast
axis of 7-QWP.

As a result, we show in Fig. 2.6a the intensity of the N,* lasing at 391.4 nm
measured in the external seed scheme as a function of the angle «. The pressure is
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10 mbar and the laser energy is 0.7 mJ. It can be seen from Fig. 2.6a that as ||
changes from 0° to 45°, the intensity of the 391.4 nm lasing first increases and then
decreases, taking the maximums at the absolute value of & ~ 18°, which may indicate
that as the ellipticity of the laser pulse changes there exists a balance between the
ionization rate and the coupling efficiency for the population inversion between the
X2Zg+(v” =0)and B>%,*(v=0). That is, as |«| varies from 0° to 45°, E, decreases,
leading to a decreasing ionization probability, and thus less N»* ions. On the other
hand, as |e| changes from 0° to 45°, E increases, leading to a stronger coupling field
for depleting the population in the X?>E,*( 1/'= 0) level through the X>X,*-ATl,
vertical transition after the ionization. Finally, a balance between the ionization and
coupling for the population inversion is achieved.

Interestingly, it is found that as || changes from 0° to 45°, the intensity of the
lasing at 427.8 nm, corresponding to the BX,* (v = 0)-X*%,* (v = 1) transition,
shows different behavior, i.e., monotonically decreasing with the maximum value at
a ~ 0° (see Fig. 2.6b). Since the 391.4 and 427.8 nm lasing emissions result from
the same upper level BZX,* (v = 0), the difference in the ellipticity dependences of
these two lasing lines may be ascribed to the different variations of the population
in the two vibrational levels v/ = 0 and v/ = 1 of the X22g+ state. In fact, it was
previously demonstrated that the population in the X*Z,*(v/ = 1) level is very
small after ionization [33]. Therefore, the population in the X>X (W = 1) level
could not be depleted further by the Ex(t) component after the ionization, so that the
427.8 nm lasing is not sensitive to the X*%,*-A’I1, coupling, leading to the result
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that the 427.8 nm lasing decreases monotonically due to the decreasing ionization
probability as |e| changes from 0° to 45°.

To verify the above conjecture on the ellipticity dependences of N,* lasing, we
perform numerical simulation of the population distribution of N,* in a multi-order
QWP modulated laser field based on the post-ionization optical coupling model [27].
We examine the final difference of the population between the B2%,* (v = 0) and
X22g+ (V" = 0) levels and that between B2X,* (v = 0) and X22g+ (V" =1) levels,
as a function of the angle «, and find that for the 427.8 nm transition, the population
difference exhibits a maximum at « = 0° and it decreases monotonically as |o|
increases, while for the 391.4 nm transition, the maximum values are located at the
two symmetric positions of 0° < || < 45° with a dip at o« = 0°. These results are in
good agreement with the experimental data shown in Fig. 2.6.

2.3 Direct Observation of X>% g+-A2Hu Coupling

We have demonstrated in Sect. 2.2 that the lasing intensities of N,* can be signifi-
cantly enhanced or reduced by modulating the polarization of the pump laser pulse,
and that the ellipticity dependences of two lasing lines at 391.4 and 427.8 nm can be
well explained by the post-ionization coupling among the X*X,*, A’I1,, and B>, *
states of No*. However, in the above-mentioned polarization modulation methods,
both the stronger electric field component used for the ionization of N, and the
weaker one used as the post-ionization coupling are from the same pump laser pulse,
so that the ionization and coupling are entangled within the laser pulse and cannot
be well separated and manipulated. Therefore, it would be helpful to provide deeper
insight into the coupling mechanism if one could directly show the coupling effect by
pump-probe methods, in which the coupling process can be independently operated
without disturbing the ionization process. In the following, we will present experi-
mental results for direct observation and manipulation of the coupling in N,* lasing
using pump-probe methods [28, 29].

2.3.1 Pump-Coupling-Probe Scheme

Here we design a pump-coupling-probe scheme (see Fig. 2.7), in which we employ
an intense 800 nm pump laser pulse (40 fs, 700 J) to induce the ionization of N, a
weak 800 nm laser pulse (40 fs, 20200 J) to manipulate the X>X S (W= 0)-A%I1,
(V' = 2) coupling of N,*, and then a much weaker 400 nm broadband pulse (40 ~
60 fs, 50 nJ) to externally seed the N,* gain medium [28]. Since the perpendicular
X2 ,*-AIl, transition is sensitive to the polarization direction of the coupling field,
it is expected that when we change the polarization direction of the coupling field
with respect to that of the pump laser pulse, the population in the X*E,* (v = 0)
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ICCD L3 Attenuator HR2

 Chamber

Fig. 2.7 Schematic diagram of the pump-coupling-probe experimental setup. HWP: half-wave
plate (1, 2: for 800 nm; 3: for 400 nm); P: polarizer; DM: dichromic mirror; BS: beam splitter; L:
fused silicalens (1: f =40 cm; 2: f =30 cm; 3: f = 6 cm; 4: f = 6 cm); F: filter; HR1 and HR2:
400 nm high reflection mirror

can be depleted to some extent accordingly, and thus the 391.4 nm lasing intensity
can be modulated.

In this experiment [28], the delay time between the pump and the coupling pulses,
and that between the pump and the seed pulses are set at 70 fs and 200 fs, respec-
tively. With the delay time of 70 fs, the molecular axis of N,* ions prepared along the
polarization direction of the pump pulse will not change much after the ionization,
and the interference effect between the pump and coupling fields can be negligible
because these two pulses (40 fs) are almost separated completely. Figure 2.8 shows
the intensity of the 391.4 nm lasing as a function of the angle B between the polar-
ization directions of the pump and the coupling pulses. 8 = 0° and 90° mean that
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the polarization directions of these two pulses are parallel and perpendicular, respec-
tively. In this measurement, the pressure of N, gas in the chamber is 10 mbar, and
the coupling laser energy is 180 wJ. As an example, the lasing spectra measured at
B = 0°and B = 90° are shown in the inset of Fig. 2.8, where the lasing spectrum in
the absence of the coupling pulse is also presented. It can be seen from Fig. 2.8 that
the 391.4 nm lasing intensity increases from g = 0° to 90°, and the decreases from
B =90° to 180°, with the maximum value taking at § ~ 90°.

This indicates that as the polarization directions of these two pulses are perpen-
dicular, the population in the X* ¥ ,* (v = 0) can be depleted more efficiently, which
is in good agreement with our conjecture that the perpendicular transition between
the X*Z,* (v = 0) and A’I], states is sensitive to the polarization direction of
the coupling laser, so that the optimized population inversion between the B>X,* (v
=0) and X*’XT ¢ (V" = 0) states takes place when the polarization direction of the
coupling field is set to be perpendicular to that the pump laser pulse, with which the
N, molecules having the molecular axis parallel to the pump laser polarization are
preferentially ionized [30].

Furthermore, since the coupling laser wavelength is resonant with the X>% o
(V' = 0)-A’TI, (v = 2) transition, it is also expected that the efficiency of the
post-ionization optical coupling shall be strongly dependent on the intensity of the
coupling field. Therefore, we measure in Fig. 2.9 the intensity of the 391.4 nm lasing
as a function of the energy of the coupling laser pulse for the two cases of § = 0° (red
dot) and B = 90° (blue rectangle), respectively. It can be clearly seen from Fig. 2.9
that in the case of 8 = 90° the 391.4 nm lasing signal becomes stronger as the energy
of the coupling pulse increases, but in the case of 8 = 0° the 391.4 nm lasing signal
does not change much as the energy of the coupling pulse varies. That is, as 8 =
90° the 391.4 nm lasing is sensitive to the coupling laser energy, but as g = 0° it is
reverse. Based on the above results, we conclude that as the polarization directions
of the pump and coupling pulses are parallel (8 = 0°) there is almost no coupling
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between the A%I1, (v = 2) and XX ¢" (V" =0) states, but as they are perpendicular,
there exists the optical coupling that induce the depletion of the population in the
X2E,* (V' = 0) state, and thus the variation in the 391.4 nm lasing intensity.

2.3.2 Broadband Few-Cycle Laser Ionization-Coupling
Scheme

It is well known that the energy separation information of two levels in an optical
transition can be obtained by Fourier transform of its temporal oscillation waveform.
Therefore, if when the coupling field is temporally scanned in a pump-probe scheme,
one can observe temporal oscillations of N,* lasing with the oscillation frequencies
correspond to the X>X g W= 0)-A’IT, (V) transitions, it would provide a direct
evidence for the modulation of the population in the X?E,* (v = 0) state through
the optical coupling. To verify this idea, we design a broadband ionization-coupling
scheme, in which we employ an intense few-cycle pulse (~7 fs) to induce the ioniza-
tion of N, and generate the self-seed, and a weak few-cycle pulse, whose bandwidth
can cover the X22g+ (" = 0)-A2, (V = 1, 2, 3) transitions, serves as a coupling
field to modulate the population in the X>,* (v = 0) state [29]. By measuring the
intensity of the B2%,* (v = 0)-X228’r (V" = 0) lasing at 391.4 nm as a function
of the pump-probe time delay, we can investigate how the A>%,-X*,* coupling
modulate the lasing temporally.

In Fig. 2.10, we show the dependences of the 391.4 nm lasing intensity on the
delay time between the ionization (pump) and the coupling (probe) pulses. Both the
ionization and coupling laser pulses are close to linear polarization with the ellipticity
of ~0.1. The red and black curves in Fig. 2.10 represent that the time-dependent N,*
lasing is measured respectively under the conditions that the polarization directions
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Fig. 2.10 The intensity of 391.4 nm lasing as a function of the time delay between the ionization
(pump) and the coupling (probe) pulses measured as the polarization directions of the pump and
probe are parallel (red curve) and perpendicular (black curve) to each other. The lasing intensity is
normalized by the lasing intensity obtained by the pump laser pulse only
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of the ionization and coupling pulses are parallel (red curve) and perpendicular (black
curve) with each other. It can be seen from Fig. 2.10 that for both cases the laser
intensities oscillate strongly. In the parallel condition, the lasing intensity takes the
minimum value at ~20-45 fs and the maximum value at ~200 fs. In the perpendicular
case, the lasing intensity takes the maximum value at ~5—45 fs and the minimum value
at ~200 fs. At around 15~45 fs, the lasing intensity in the perpendicular condition
is ~30 times stronger than that obtained by the pump pulse only, which is consistent
with our previous study [26], where we observed ~100 times enhancement of the
lasing intensity when we used the polarization modulated pulse whose polarization
direction changes by 90° within 20 fs.

In addition, it can be seen from Fig. 2.10 that there is a slow modulation (~300 fs
period) of the lasing intensity for both the conditions, which are anti-phased. The
slow modulations can be attributed to the field-free rotation motion of N,*. The
discussion on the contribution of the molecular alignment to the generation of the
N,* lasing can be found in [34]. Since the N-N molecular axis of N,* will rotate after
ionization, the probability of the perpendicular X*%,*-A’Tl, transition induced by
the coupling pulse with the fixed polarization direction will vary as a function of the
delay time between the pump and the coupling pulses. As a result, the perpendicular
transition of the X*> % ,*-A’T1, state effectively enhances the X*>,*-B?X,* lasing at
~20-45 fs (see black curve) and 200 fs (see red curve). At the delay time of 16 fs,
the lasing intensity obtained in the perpendicular case is 300 times larger than that
obtained in the parallel case.

It can also be seen in Fig. 2.10 that the lasing intensities for both the parallel
and perpendicular conditions exhibit the frequency oscillations with the periods of
2-3 fs, and of 13-20 fs. After the Fourier transform of the lasing oscillations, we
obtain the frequency spectra of time-dependent N,* lasing intensity under the (a)
parallel and (b) perpendicular conditions, as shown in Fig. 2.11. From the frequency
spectra, it can be observed that there are three peaks appearing in the range of 0.3-0.5
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PHz at 0.33, 0.38, and 0.44 PHz in the parallel condition, and two peaks appearing at
0.33 and 0.38 PHz in the perpendicular condition with relatively weak amplitudes.
These peaks in the range 0.3-0.5 PHz can be assigned to the energy separations of
the ro-vibrational levels between the A’T1, (v = 1, 2, 3) and X*>,* (v = 0) states.
In addition, it can also be seen in Fig. 2.11 that there are peaks at the low frequency
range of 0.05-0.08 PHz, which are assigned to the vibrational level separations of
the three respective electronic states of X2 Pa A’T1,, and B®%,*. These results
clearly show that the lowest three electronic states in N,* are coupled coherently by
the ionization pulse, resulting in the final modulations in the B’E,*-X?X,* lasing
by the coupling pulse.

2.4 Optimization of N,* Lasing by Modulating
the Polarization State of the Pump Laser Pulse

So far, we have revealed, based on the above results, that the strong-field-induced N,*
lasing can be convincingly explained by the post-ionization B*X,*-X?E,*-AT],
three-state coupling model. This interpretation will be very helpful for developing
a variety of techniques to manipulate and optimize N,* lasing. In particular, it is
known from Sect. 2.2 that within the pump pulse two processes essentially take
place to achieve the lasing emission: (i) the preparation of population in the lowest
three X*X,*, A’I1, and B>Z,* states through the ionization of N, by the central
(strongest) part of the pulse, and (ii) the modulation of the population in the X2y o
state by the later part of the pulse. Therefore, in the following we will present two
examples of optimizing N, lasing at 391.4 nm by modifying the relative amplitudes
and the temporal separation of the two polarization components in an elliptically
modulated ultrashort pulsed laser field.

2.4.1 Optimization of N,* Lasing Using Different Orders
of QWPs

As presented in Sect. 2.2.2, it is found that the 391.4 nm lasing intensity can be signif-
icantly enhanced by changing the angle o between the polarization direction of the
pump laser pulse and the optical axis of the 7-QWP, which is ascribed to the balance
between the ionization rate of N, and the coupling efficiency of N,* induced respec-
tively by the the two polarization components in the elliptically modulated ultrashort
pulsed laser field by the 7-QWP. Here we further investigate the optimization of N,*
lasing using different orders of QWPs.

In Fig. 2.12, we present the lasing intensity at 391.4 nm measured with n-QWP
in an external seed scheme as a function of the angle o, where n = 0, 3, 7, 10,
respectively [27]. It can be seen from Fig. 2.12 that as « changes from 0° to 45°
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Fig. 2.12 The lasing 1.2
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the 391.4 nm lasing intensity first increases and then decreases for all the four QWP
cases. It can also be noted that the maximum intensity of the 391.4 nm lasing increases
monotonically as the order of the QWP increases from n = 0 to 10, and that the angle
a, at which the lasing intensity becomes maximum, moves from o ~ 12° to o ~ 18°.

The optimization of N,* lasing using n-order QWPs can be well understood based
on the coupling model due to the balance between the ionization and the coupling
induced respectively by the the two polarization components in the elliptically pulsed
laser field. As shown in Fig. 2.13, it can be seen that when 7 increases from 0 to
10, for a certain angle of «, although the relative amplitudes of the two polarization
components, Ey and Ey, keep constant, their temporal separation in the pump pulse
increases, which means that after the ionization of N by the strongest part of the Ey
component, the effective coupling part in the Ex component becomes more due to
the more delayed E,(¢) component. This gives rise to the more efficient depletion in
the X°E,* (v = 0) state through the X? ¥ ,*-AI1,, vertical transition, leading to the
enhanced lasing intensity with increasing »n from 0 to 10.

Therefore, the key factor for the optimization of the BE,* (v=0)-X*Z,* (v"=
0) lasing is the E () component of the laser field interacting with N, in the latter part
of the laser field. However, it should be emphasized that although the experimental
results shown in Fig. 2.12 demonstrate that the lasing intensity increases as the QWP
order increases (up to n = 10), there should be an upper limit for the order n when
the lasing intensity starts to decrease. Actually, it is estimated that when the order n
increases up to about n = 15, the two components, Ex and Ey, of the pump laser pulse
are separated in time almost completely, and therefore, the lasing signal intensity
could not increase more even when the order increases more. Furthermore, if the

Fig. 2.13 Schematic
diagram of the variation in
the temporal separation
between the two polarization
components for the cases of
n =20, 3, 7, 10, respectively
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order increases further, the intensity of these two components decreases because of
the frequency chirp, and consequently, the lasing intensity will start dropping.

2.4.2 Asymmetric Enhancement of N,* Lasing
in an Elliptically Modulated Laser Field.

In Sect. 2.4.1, we demonstrate the optimization of N,* lasing at 391.4 nm in an
elliptical laser field modulated by n-QWPs for the angle « in a small range of «
= 0°—45°. Here we demonstrate that when we extend the angle « to a larger angle
range of o ~ 0°-90°, an asymmetric enhancement feature of the 391.4 nm lasing is
observed, which further shows the effect of the relative amplitudes of the two polar-
ization components on the ionization and coupling in the birefringence-modulated
elliptically laser fields [35].

In Fig. 2.14, we plot the intensity of 391.4 nm lasing measured in an external
seed scheme as a function of ¢, in the range of 0°-90° [35]. The N, gas pressure
is 8 mbar, and the energies of the pump and probe laser pulses are 0.7 mJ and 100
nJ, respectively. It can be seen from Fig. 2.14 that the optimized intensities of the
391.4 nm lasing appear at o ~ 14° and 73° with the ellipticity of ¢ ~ 0.3, but the
lasing enhancement at o ~ 14° is about 3 times larger than that at o« ~ 73°, even
though the laser pulse at these two positions have almost the same ellipticity value
ofe ~ 0.3.

The above asymmetric enhancements of the 391.4-lasing intensity in the o range
of 10°-20° and 70°-80° for the 7-QWP case can be ascribed to the different popu-
lation depletion in the X?E,* (v = 0) due to the different X*>,*-A’T1, coupling
contribution provided by the rear laser field after ionization. Based on (2.3), after
passing through 7-QWP, the laser pulse is divided into the two polarization compo-
nents, where when 0° < a < 45° (Fig. 2.15a), the amplitude of Ey is larger than that
of Ex, while when 45° < a < 90° (Fig. 2.15b), the situation is reversed. It can be
seen from Fig. 2.15 that when 0° < o < 45° the ionization of N is induced by the
yellow part in the stronger component (yellow part) of the pulse, and subsequently,
the vertical X*%,*-A’I1, coupling proceeds by the weaker component in the violet
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Fig. 2.15 Schematic (a) 0°<a<45° (b) 45°<a<90°

diagram of the variation in

the amplitudes of the two E,
orthogonally-polarized laser

components in the 7-QWP

modulated laser field with .
a0°<a<45°andbdsc<a  \LASE' |
<90°

region. On the other hand, when 45° < o < 90°, if the ionization process occurs within
the stronger component, only a small portion (violet region) of the weaker compo-
nent of the pulse can contribute to the coupling process. Therefore, even though the
laser fields in the two o ranges shown in Fig. 2.15a and b have the same ellipticity,
the relative amplitudes of Ex and Ey is opposite in the two cases, leading to the
different strengths of the X>% g+-A2Hu coupling after the ionization of N, and thus
the different 391.4 nm lasing intensities.

2.5 Summary

In summary, we have investigated the N,* lasing actions induced by intense
laser fields, and presented indirect and direct experimental evidences for the post-
ionization optical coupling in N,* in intense laser fields by modulating the polariza-
tion state of the pump pulse, as well as by using pump-probe methods. We demon-
strated that the N, * lasing at 391.4 nm, corresponding to the BZ,* (v = 0)-X?Z,*
(V" = 0) transition, is strongly sensitive to the polarization state of the rear part of
the pump laser pulse, and contributed it to the efficient population transfer from the
ground X?Z,* (v = 0) state to the first excited A’ state of N,*.

By using pump-probe methods, we further showed that the vertical transition
between the X, X,* and A2T1, states of N,* are sensitive to the polarization direc-
tion and the energy of the resonant coupling pulse. In addition, by introducing the
broadband coupling pulse, we were able to show the optical transitions between
different vibrational levels of the X*X,* and A’I1, states by Fourier transforms of
the lasing intensity oscillations observed in the temporal domain.

With the knowledge of the balance between the ionization of N, and the coupling
of N,* in the elliptically polarized pulse, we showed the optimization of N,* lasing
at 391.4 nm by changing the temporal separation between the two perpendicular
polarization components and their relative amplitudes by using multi-order QWPs.
We also revealed that the N,* lasing at 427.8 nm, corresponding to the B2X,* (v
= 0)-X22g+ (V" = 0) transition, cannot be well manipulated by modulating the
polarization state of the rear part of the laser pulse. We have convincingly explained
the different ellipticity dependence on the two N, lasing lines at 391.4 and 427.8 nm
by the post-ionization coupling model.
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The results presented in this chapter provide reliable evidences for understanding

the N,* lasing mechanism, based which the optimization of intense N,* lasing can
be realized, which will benefit for the promising application of air lasing in a variety
of fields such as remote sensing and standoff spectroscopy.
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Chapter 3 )
Volterra Integral Equation Approach oo
to the Electron Dynamics in Intense

Optical Pulses

Yosuke Kayanuma

Abstract Recent advances in laser technology have made it possible to utilized very
high intensity optical pulses with wide range of wave-length to pump electrons in
materials. This opened a new era in experimental physics to use pulse-lasers as a
tool to manipulate electrons not only for the ultrafast probe into electronic states in
materials, but also for a new means to obtain light with much higher frequebecause
it is morencies than the pump-pulse. From theoretical side, this requires to establish
a coherent theoretical framework to analyze the ultra fast dynamics of the electrons
driven by high intensity light fields. In this article, I propose a novel theoretical
technique to approach this subject. We formulate the Volterra integral equations of
second kind for that purpose. Although this is equivalent to the differential equations
of Schrodinger, it has an advantage to treat the light-matter interactions as two inde-
pendent modules; the intra-band driving and the inter-band driving. The expression
for the former can be obtained analytically in many cases and is incorporated into
the theory as an integral kernel. The formalism is applied to two simple models, the
population inversion in the molecules under intense laser beams in air, and the high
harmonic generations in solids.

3.1 Introduction

Thanks to the advances of high intensity and ultrashort laser technology, various new
aspects of the quantum dynamics in the electronic excited states have been revealed.
In understanding these phenomena, it may be said that the wave-like picture of light
of Maxwell revived rather than the corpuscular picture of photons of Einstein.
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The primary interest is in the phenomena of photo-ionization by a long wave-
length but intense light field. In this connection, one of the surprising achievements
in this decade is the demonstration of carrier multiplication in semiconductors by
terahertz pulses with magnitude of 1-MVem™! [1]. Such an excitation of electrons to
the higher excited states may induce further extraordinary dynamical processes. For
the salient examples in this category, we may name the phenomena called the high
harmonic generation (HHG) from the strongly laser-driven atoms [2] and solids [3].

These developments in experimental physics require novel theoretical frameworks
to treat such a highly nonlinear interactions of light and matter non-perturbatively.
Since the pioneering work by Keldysh [4], a number of elaborate theories have been
proposed on this subject, both in the atoms and molecules [5—8] and in solids [9, 10].
As noticed by Becker and Faisa [11], the highly nolinear electron dynamics in the
intense fields can be formulated as a quest for the scattering matrix. An important
point in calculating the scattering matrix is that the equation of motion for a free
electron in the arbitrary time-dependent electric field has already been solved. The
eigen state is called a Volkov state [12] in the free vacuum, and a Houston state [13]
in the periodic lattice structure.

In the present article, I would like to add yet another contribution to this subject.
In our approach, we formulate the time-dependent problem in the form of an integral
equation of Volterra-type, where the integral kernel is explicitly obtained using the
Houston state representation. Although this is equivalent to the numerical solution of
the Schrodinger’s differential equation, it has some advantages over the differential
equation.

For the purpose of demonstration, I take two examples of application, the problem
of population inversion in air-lasing, and the HHG in solids. These examples represent
two typical situations of the spatial extension of light-matter interaction. In the first
example, the optical transition is localized at the position of the molecule. In the case
of HHG in solids, the transtion occurs throughout the bulk crystal from the valence
band to the conduction band according to the translational symmetry of the crystal
lattice. It will be be shown that, in both cases, a closed expression for the optical
responses is obtained.

3.2 Population Inversion in N;‘ Ions in the Intense Laser
Beam

It is well known that, when an intense light beam passes through a transparent
medium, say air, self focusing and filamentation of the beam often occur due to the
nonlinear optical effects [14]. Sometimes this was a nuisance for experimentalists.
Since the advent of high intensity ultrashort lase pulses, a possibility of application of
this phenomenon emerged. The filaments in air are often accompanied with lumines-
cence or even lasing to forward or backward [15] of the pumping beams. The spectrum
of backward scattered fluorescence or lasing will be a source of remote sensing. In



3 Volterra Integral Equation Approach to the Electron Dynamics ... 43

the case of N, molecules in air, the forward lasing is the dominant pathway and the
backward lasing is reported to be observed only under limited conditions [16]. In
the ambient conditions of the air, the backward lasing is strongly depressed by the
presence of oxygen molecules.

For the origin of lasing at 391.4 nm (3.17 eV) emission from N, a widely accepted
view is that it is mainly due to the induced emission from the excited state of N3 ions,
mostly assigned to BZE;r — X? E;‘ [15, 17]. The lasing of air can be initiated by
the irradiation of fundamentals of Ti-sapphire laser. The photon energy (1.55 eV )is
far below the ionization energy of N, (16 eV). Therefore, at least two question must
be answered: What is the mechanism of ionization by below-threshold excitation?
What is the mechanism of population inversion in the N3 ions?

Population inversion in NJ ions is a little surprising, because if the transition
from the ground state to the excited state within the N, molecule occurs first, the
photo-ionization from the excited state will follow much faster than that from the X,
state. In [18], the authors considered that the population inversion occurs within a
single pump pulse in the reversed order. In the first half of the pulse, an electron of the
highest occupied molecular orbital (HOMO) in a neutral N, molecule is ejected to the
free state. Then the electronic configuration changes suddenly due to the transition
N, —Nj: The second ionization potential becomes much larger, while the excitation
energy to the lowest unoccupied molecular orbital (denoted as B) becomes lower.
An electron in the HOMO (denoted as X) of N2+ is excited to the B state by the
electric field in the last half of the pulse. The abrupt emergence of the new electronic
configuration gives rise to the double excitation as a highly nonadiabatic process.
The authors carried out a simulation of the population change in a simple model
within the assumption that a two-level system in the ground state is suddenly put in
the intense off-resonant field at the moment of maximum intensity. Although it is
noticed that the couplings between other excited states also plays a role [19-21], the
essential mechanism would be the same.

In the following section, I would like to examine this model of air lasing by a
simulation on a toy model with a very simple calculation. In order to mimic the
ultrafast electron dynamics for a molecule in vacuum, we introduce a discrete struc-
ture into the vacuum with a small mesh of a nearest neighbor hopping. The quantum
mechanical equation of motion for the ejected electron is then described by a tight-
binding model, and the bound states of molecule are replaced by localized states in
the lattice. This model is originally considered for the ultrafast electron dynamics
in the crystals. For the technique of solving the Schrodinger equation, a method of
Volterra integral equation of second kind [22, 23] is proposed. The advantage of this
method is its simplicity and flexibility for the extension taking into account various
effects.

A. Volterra Integral Equation

Let us assume a simple cubic “crystal structure” in three dimensions with the lattice
constant @ and hopping parameter — B /2. Furthermore, an additional site or “impurity
state” is assumed at the origin. The Hamiltonian for the tight binding model in this
space is written as
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’
Hy = —§ D7D o+ Dol + Hed e Y Lixs dys Jo) s dys Jel + €olg) (gl
a=XZ o Jxndy-de
’ (3.1)
In the above equation, | jx, jy, j:) = |jx) ® |jy) ® |j.) means the state vector at the
site index (jy, jy, j;), where ® is the direct product. The symbol Z/j( means that
the index j, runs over N sites j, = =5, -5 +1,...,0,..., 5 -2, 8 — 1 with ¥
being a very large even number. The Symbol ) j, indicates the sum over N + 1 site
from —N /2 to N /2. The state vector |g) is the “impurity state” located at (0, 0, 0)
site with the energy €y(= 0) chosen as the origin of the energy. The band-center
energy is denoted as €.
The eigenstate of Hy in the conduction band is written as |k, ky, k;) = |k;) ®

|ky) ® |k;) where

ko) = 1/v/N Y lja)expliakajol.  —m/a <ka <7/a (a=x.y.2),
Jja

(3.2)
with the eigenvalue

€k, k, k. = €c — B (coskya + coskya + cosk.a), —m/a <k, <m/a. (3.3)

Hereafter, we use the convention k = (ky, ky, k) and ; = (Jx, Jy» Jo)-

The low energy states in the conduction band of the tight binding model can be
regarded as describing the free states in vacuum. In fact, in the limit |k a| << 1, the
above equation can be approximated as

Bad®-
€~ cc— 3B+ Takz. (3.4)

Comparing this with the energy of a free electron in vacuum, e; = h2k?/2m, where m
is the mass of electron, we find m = A2 / Ba?. In the case of N, molecule in vacuum,
|g) corresponds to the HOMO, and ¢, — 3B is the ionization energy (=~ 16 eV).

We assume that a linearly polarized pump pulse with polarization in the x-direction
hits the sample along the z-axis. The interaction with the intense electromagnetic
field will induce two kind of action on the initially localized electrons. The one is the
excitation of the localized electron to the continuum state. This effect will be called
an inter-band driving. The second is the perturbation of the excited states due to the
optical Stark effect, which will be called an intra-band driving.

The Hamiltonian for the intra-band driving is written as

Hi(t) = —eaE(t) Y jelje) el 3.5)

Jx

where E () is the electric field of the laser pulse. The Hamiltonian for the inter-band
driving is given by
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Fig. 3.1 Image of portal e
stagte ¢ P -P L
|p)
2 |g)
Hy(t) = E0) ) (mlk) (gl + 15 18) k1), (3.6)
k

where i is the transition dipole moment of the HOMO or impurity state to the state
|k) in the conduction band defined in the length gauge as

i = —(kler|g),

with —er being the dipole moment of the molecule (e > 0). For the electric field of
the pump-pulse, we assume the Gaussian form,

E(t) = Eyexp[—1*/0] cos(wt + ¢), (3.7)

where o is the pulse-width and ¢ is the carrier-envelope phase (CEP). For the pulse-
width not extremely short, the CEP-dependence of the responses is negligible. There-
fore, we set ¢ = 0 in the present work. We assumed an x-polarized light hits the
material along the z-direction. The theory can be readily extended to the circularly
polarized light.

It is noticeable that H,(t) is written as

Hy(t) = pE@)(Ip)(gl + 18)(pl). (3.8)
where | p) is given by
Ip)=p" Y pulk). (3.9)
k
with g1 = /Y, |1|*>. We call | p) a portal state because the electron goes out from

or comes back to the ground state |g) only through | p) as shown in Fig. 3.1.

The portal state is a localized state around |g) with spatial extension of the same
order of |g). The actual functional form of |p) is given once the transition dipole
moment (i is given. Although the following theory can be constructed for a general
case of | p), we assume here, for simplicity, that |g) is well localized at the origin, so
that 1 is approximately independent of k. Then, | p) is given by the state |0, 0, 0) in
the site-representation. In other words, we assume a vertical transition in real space.
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At this point, a comment may be in order on the analogy and difference between
the electron dynamics in solids and in true vacuum. In solids, Bloch’s theory tells that
the electronic states are described by linear combinations of the atomic like localized
states (Wannier states). The magnitude and the selection rule for optical transitions
are determined, roughly speaking, by the Wannier functions and the overlapping of
the envelope functions. In the present article, the state |k) represents the envelope
functions of the Bloch states, with atomic functions being implicitly accompanied. In
the case of electrons in real vacuum, |k) should be a plane wave state or a scattering
state.

Now we calculate the time-resolved photo-ionization probability of the localized
electron with the integral equation method. For that purpose, the intra-band driving
term H;(¢) is included into an unperturbed Hamiltonian with definition,

Hy(t) = Hy + H, (7).

The Schrodinger equation for the state vector [ (7)),

d ~
i) = { Ao + B} [w(0) (3.10)

is transformed into an integral equation,

(@) = —(@i/h) / exp,y —(i/h)/ﬁo(T/)dT/ Hy(T)[Yp(7))dT

+ exp, —(i/h)/I:IO(T)dT 1g), (3.11)

where exp,_ is the time-ordered exponential, and |g) is the initial state at t = —oo0.
The proof of (3.11) can be easily done by differentiating both sides of (3.11) with
respect to ¢, and show that it is equivalent to (3.10).

We calculate the probability amplitudes C, (¢) and C, (¢) that the electron is found
at the portal state C,(t) = (p|t(t)), and at the ground state C, (t) = (g (t)) at time
t. From (3.11), we find a pair of integral equations,

Co0) =~/ [ (plexp, [~/ [ At rar Ik ICndr.G12)

—00

C,(t) = —(i/h) / pE(M)Cy(T)dT + 1. (3.13)

—00

In (3.12), the integral kernel
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Kp.p(t,7) = (plexp, [_(i/h) / I:IO(T’)dT/]|P)

can be calculated analytically in the limit N — oo. This is because the Hamiltonian
Hy(¢) is a sum of independent terms in the x, y and z direction. We find

K, (t,7) = e UMUK, 72K (2, 7), (3.14)

in which
Ko(t, 7) = Jo(B|t — 7|/h), (3.15)
K\(t,7) = Jo(B|R(t, T)|/h), (3.16)

where Jy(x) is the Oth order Bessel function, and R(, 7) is given by the Lie algebraic
argument [24] as

t

R(t,7) = /exp[—i(ea/h)/E(s)ds]du. (3.17)

T

The numerical solution of the integral equations was done by discretizing the time
into meshes with small intervals. The numerical integration is written as a summation
using the trapezoidal approximation. This gives the iterative relations for the values
C, () and Cg(¢) with those of former time-bin, and determined successively.

In the two types of kernels, Ky(¢, 7) represents the quantum diffusion to y, and z
direction. The kernel K (#, 7) represents the motion of the electron in the x direction
under the influence of the oscillating electric field. It is noticed that this intra-band
driving term is important in the below threshold photo ionization because it induces
the tunneling excitation as schematically shown in Fig. 3.2. However, it is found
that, at least within the present model calculation, the effect of this term becomes
significant only for a one-dimensional model. In three-dimension, the photo ioniza-
tion probability becomes enhanced appreciably only for very high intensities of the
electric field. This term is extremely important for the process of the high harmonic
generation. The existence of the long plateau in the HHG spectrum is solely attributed
to the intra-band driving as shown later.

B. Application to Population Inversion

Zhang and coauthors [18] studied theoretically their conjecture on the fundamental
mechanism of population inversion in N, molecules under intense pulse irradiation
by a simple two-level model. They calculated the probability of excitation of a two-
level system after the passage of a modified Gaussian pulse. The temporal shape of
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Fig. 3.2 Schematic picture for a the multi-photon excitation where the intra-band driving is absent,
and b the tunneling excitation where the intra-band driving exists and plays an important role.
Quantitatively, this effect is important for one-dimensional systems
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Fig. 3.3 Excitation probability of a two-level system plotted against the amplitude of the inter-
band driving a = pEo/2hw and the energy gap b = ¢/hw. In a, the pump field is given by
the Gaussian pulse E(t) = Eoe*’z/ o cos wt, and in b the pump field has a sudden rise as
E@) = G(t)Eoe_’z/‘72 cos wt with 0(t) being the step function

the Gaussian pulse was strongly modified to a highly asymmetric form; the front
half of the pulse has a sharp edge while the back half has an original Gaussian
envelop. By the numerical simulation, they concluded that a necessary condition for
the population inversion is the abrupt exposure to the intense optical field and the
adiabatic fade away of the field strength.

In Fig. 3.3, the density plot of the excitation probability P(a, b) in a two level
system is shown in the two parameter space, a = uEy/2hw and b = €¢/hw, where €
is the energy difference of the two-level system. In Fig. 3.3a, P(a, b) is shown for
the original Gaussian pulse E(t) = Eqexp[—t>/0?] cos(wt), while in (b), P(a, b)
is shown for the pulse shape E(t) = 0(t) Eqexp[—t>/c*] cos(wt), where 6(¢) is a
step function defined as 6(¢) = 0, for ¢ < 0, and 6(¢) = 1 for ¢t > 0. The pulse width
is chosen as o = 20T where T is the oscillation period of the laser field. A part of
Fig. 3.3b has been presented in [18].
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Fig. 3.4 A proposed model
of correlated electrons for
the intense field induced
population inversion in Ny
molecules
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From Fig. 3.3, itis obvious that the highly asymmetric pulse with abrupt turning on
and smooth fading away (Fig. 3.3b) is far more favorable for the population inversion
than that with the normal Gaussian shape (Fig. 3.3a). Interestingly, a systematic and
periodic pattern can be recognized in Fig. 3.3a. This may be explained by the adiabatic
Floquet theory and path interference in the Landau-Zener transitions at quasi-level
crossings [25]. In the plot Fig. 3.3b also, the periodic pattern in P (a, b) is discernible.

In order to see the whole process in a unified way, we applied our calculation
scheme to the population inversion in N, molecules in the intense pulse laser field.
In Fig. 3.4, our model for the double excitation of N, molecules in the intense
off-resonant pulse laser field is schematically shown. We assume two electrons are
occupying the HOMO of N,. For convenience, they are named “up-spin electron”
and “down-spin electron”, although the spin does not play any specific role in this
problem. In the initial state, the on-site Coulomb energy U works like Hubbard
model. The intense optical pulse first ejects one of the electrons, say, up-spin elec-
tron to the free state. Then the disappearance of U increases the second ionization
energy. Furthermore, due to the incomplete screening of the core potential, the higher
molecular orbital comes down, roughly to 3eV above the X-state of N5, and prompts
the excitation of the down-spin electron. Our purpose is to see the conditions for this
scenario to work.

Our model Hamiltonian for the correlated two electrons is given as

H(t) = Ho(t) + H; (1), (3.18)
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Hy(t) = ¢ (ul,ug, + d;dg) + Uul;ugd;dg + (6? + Vui,ug) d;dl
+ ZekuZuk —eaE(t) iju;ujx, (3.19)
k

j.’(

H, (1) = E(t) (Ml 3 (u,i'ug + u;uk) + i (dj‘dg + dj,d,)) . (320)
k

In the above equations, d;' and df are creation operators of the down-spin in the
HOMO with energy ¢, and the lowest excited state with energy ¢ = € + Vuz,u ¢

in which u; and u}: are the creation operators of the up-spin state in the HOMO
and the free state with energy ¢, respectively. U and V are the on-site Coulomb
energies between the up-spin electron and the down-spin electron. The electric field
E(t) is assumed to be an x-polarized pulse with functional form given in (3.7). The
transition dipole moments from the HOMO are denoted ) for the free state and i,
for the first excited state, respectively. In actual simulations, we set 1} = pp = p, for
simplicity. Note that our Hamiltonian (3.19 ) contains the Hamiltonians (3.1), (3.5),
and (3.6) in the part of up-spin variables.

Although it is possible to solve the two-electron dynamics described by the above
Hamiltonian, only an approximate solution is shown here. The up-spin electron plays
a key role to control the whole ultra fast process by changing the energy levels for
the down-spin electron. Therefore, we neglect the back-reaction from the down-
spin electron to the up-spin electron. Note that we only name the electron that was
ejected to continuum an up-spin electron, and that excited to the LUMO a down-
spin electron. The actual numerical calculation was done as follows. First, the time-
dependent probability of photo-ionization of the up-spin electron was calculated.

T

This gives the population probability to the HOMO n4(¢) = (u,u,). The energy

of the first excited state ¢; is then evaluated as ¢;(1) = e? + Vn4(t). The transition
dynamics for the down-spin is simultaneously calculated by solving the Schrédinger
equation numerically for the two-level system |g) = d; |0y and |I) = df |0), with input
of the value ¢;(¢). The on-site Coulomb energy U is roughly equal to the difference
between the first and the second ionization energy of N,, and V is set to be 18Aw in
the numerical calculation.

In Fig. 3.5, two examples of the pulse-induced population inversion are plotted for
the one-dimensional model. In Fig. 3.5a, b, the field strength is set to be uEy/hw =
eaEy/hw = 6.0. In (a), the population of the up-spin electron to the HOMO of N,
is plotted as a function of ¢, and in (b), the population of the down-spin electron to
the B-state of N3 is shown. In this case, the up-spin electron is almost completely
ejected to the free state before the peak value of the pulse with half width o = 107'.
The down-spin electron undergoes a nonadiabatic transition to the B-state with a
violent oscillation and smooth adiabatic convergence. In Fig. 3.5¢c, d, on the other
hand, the field strength is set to be slightly lower, pEy/fw = eaEo/hw = 5.9. The
probability of photo-ionization of the up-spin electron is almost complete as shown
in (c). However, the population inversion of the down-spin electron is not attained
as seen in (d). Detailed inspection into the power dependence of the final transition
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Fig. 3.5 The pulse-intensity dependence of the population change in the lowest excited state of
N, ions. a The population to the highest occupied state of the up-spin electron of N, molecule, for
wEy/hw = eaEg/hw = 6.0 and b the corresponding population to the lowest excited state of the
down-spin electron. ¢ The same as (a) with pEo/fw = eaEg/hw = 5.9 and d the corresponding
population to the lowest excited state of the down-spin electron. Other parameter values are common
to all of the figures, B/hw = 25, ¢ /hw = 35,0/T = 10

rate of the down-spin electron indicates that it is not a monotonic function of Ej as
can be expected from Fig. 3.3b.

3.3 High Harmonic Generations in Solids

Now, we extend the formalism developed in previous sections to the case of bulk
solids in the intense pulse fields. A number of recent topics in the laser science can
be classified in this category. Our interest is focused mainly on the above band-gap
excitation of valence electrons in insulators, and subsequent high harmonic radiation.
This subject has been attracting intense interest both of the experimentalists and
theoreticians since the first report of HHG in solids [3]. For reviews on HHG in
atoms and molecules in gas phase, see [26, 27] for example.

Following the success of the explanation of the HHG profile for the gas phase
by a simple semi-classical model of Corkum [28] and its quantum mechanical ver-
sion [29], a number of theories have been proposed for the HHG in solids. They may
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be classified according to the methodology in the treatment of the interaction with
an intense driving field in solids as the semiclassical one [30], semiconductor Bloch
equation [31, 32], Floquet theory [33, 34], and so forth. Our purpose here is not to
present a comprehensive review of these works, nor a detailed theoretical analysis of
the experimental data, but to propose a new theoretical framework to overview this
subject, based on a model as simple as possible.

A. Crystal model of Two-Level Atoms

Let us assume a simple cubic crystal of N x N x N sites (N >> 1). Each site is
occupied by a single atom with atomic orbitals, or Wannier functions, ¢, and ¢,.
The energy difference between ¢, and ¢, is €.. Both of the ¢, and ¢, are coupled to
the same kind of orbitals at the nearest neighbor atoms with the hopping parameters,
—B./2 and B, /2, respectively. This forms the conduction band and the valence
band. This is the simplest toy-model of the band structure of a crystal lattice. The
extension to a little more realistic model can be done, for example, by putting an
s-orbital and three-fold degenerate p-orbitals at each site. This is the tight-binding
model describing the band structures of carbon materials like graphene [35], or III-V
semiconductors like GaAs [36].

Each site is designated with three indices j,, j,, j. as before, and the indices
¢ and v which designate the conduction and the valence band. The unperturbed
Hamiltonian Hj in this section is given by

B, o . FYE
Hy=—==" 37 D (ot Lol + He) +eo ) I ) el
j

Q=X,Y,2  jo

B, ~ .
+ 5 20 2 (ot Lo} vl + Hee). 3.21)

Q=X,Y,2  jo

where the convention of the summation is the same as before. The Hamiltonian H
can be diagonalized by introducing the Bloch states |k, c¢) and |k, v),

k

Hy =Y e(k)lk. )tk cl + Y e, (R) [k, v} (k. vl,
k

where .
ec(k) = €9 — B, (coskya + coskya + cosk.a),

and .
€, (k) = B, (cos kya + coskya + cos kza) .

The half-width of the conduction band and the valence band are 3 B, and 3 B,,, respec-
tively. It is assumed that the band-gap ¢y — 3(B. + B,) is much larger than the photon
energy fw.
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Fig. 3.6 Schematic picture
of the recombination
luminescence in a
electron-vacancy picture and
b electron-hole picture.
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The electromagnetic field of the optical pulse is assumed to be linearly polarized
in the x-direction. The interaction with the electron can be divided into two as before.
The intra-band driving term is given by

H\ (1) = —eaE(1) ij (1> €} €l + 1> 0) (s VD) (3.22)
Jr

and the inter-band driving is by

Hy (1) = pE(@) Z (ljas €) (Jar VI + H.c.) (3.23)

Ja=x,¥,2

where the functional form of E(¢) is the same as (3.7).

In Fig. 3.6, the optical pumping and HHG process in our model is schematically
depicted. In Fig. 3.6a, the electron in the conduction band, and a “vacancy” of electron
in the valence band are shown by a solid circle, and an open circle, respectively.
This vacancy should not be confused with the so called “hole” in the high-energy
physicist’s sense. The vacancy has a positive charge and negative mass at the zone
center, so that it is accelerated in the k-space to the same direction as the electron.
The hole is defined as a quasi particle which has a positive charge and positive
mass at zone center. Furthermore, it has an opposite momentum and inversed value
of energy to the vacancy as shown in (b). In Fig. 3.6a, the radiative recombination
process of an electron-vacancy pair is schematically shown. In this view, the radiative
recombination process is described as the vertical transition in the Bloch space. In
Fig. 3.6b, the same process is shown in the electron-hole picture. In this view, the
recombination process is described as a radiative pair annihilation of an electron
and a hole with opposite momentum. The electron-vacancy view is common in the
society of solid state physics, while the electron-hole picture, or particle-anti particle
picture, is common among the high-energy physicists.
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Hereafter, we adopt the electron-hole picture, because it is more suitable to
describe the two-particle dynamics. The Hamiltonians (3.19)—(3.23) are written in
the second quantized form as

:—— Z Z(JHaju—i-Hc)—i—Zeoaa-

a=X,,2 g

B % > Z (blﬂb.fu +H -c) : (3.24)
a o

H(t) = —eaE®D) Y j (aj‘xa.,; - b}xbjx) , (3.25)
Jx
o) = pE@0) Y (albl +azb;). (3.26)

J

where as Tand bT are creation operators for electron, and hole at ]th site, respectively,

and the 0r1g1n of energy is chosen at the vacuum of electrons and holes. It should be

noted that the creation operators aj are defined as the direct product, a} = a’;xI ®

® az T
Wlth the Fourier transformation,

; 1 P
N }— 71(1/(] E: -l. 7lakj
= FZ" b= T e
>
Hy and H,(t) are rewritten as

Ho =y (etalar — ' jbiby) (3.27)
;

Hy(t) = nE®) Y (agbf,; + a,;b_,;) , (3.28)
;

which explicitly indicate the mechanism of generation of high energy photons by
pair annihilations of an electron and a hole with opposite momentums, 7k and

— Tk to yield a photon with zero momentum and energy e% + (—eh) as shown in
Fig. 3.7.
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Fig. 3.7 Schematic picture ﬁ
for the electron-hole pair

creation and ————— —®——
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B. Calculation of HHG Probability

Now we calculate the probability of HHG within the framework of the integral
equation. For that purpose, the intra-band driving term H,(¢) is included into an
unperturbed Hamiltonian with definition,

Hy(t) = Ho + Hy (1),
= H{(t) + HJ (1), (3.29)

with
Hi(t) = Z e]%aga,; —eaE@®) Z jxaj'lajv,
k Jx

HY(1) = — Z e‘iibgb; + eaE(1) Z Jxb} bj,. (3.30)
7 i

The Schrodinger equation for the state vector |¢(7)),

d .
=0 (0) = {Hoo) + B0} [w(0) (331)

is transformed into an integral equation,

(@) = —(@/h) / exp —(i/ﬁ)/ﬁo(T/)dT’ Hy(T) Y (1))dT

+ exp | —(i/h) / Ho(T)dT | [1)y), (3.32)

where |1),) is the initial state at # = —oo and is given by the vacuum of electron and
hole, [1),) = |0). We calculate the probability amplitude C jf(t) = (Olajfb;lz/)(t» that
the electron and the hole are found at fth site at time 7. It should be noted that the
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electron and the hole are always created at the same site, but once created, they are
driven in the conduction band and the valence band independently, until they collide
at another identical site and are annihilated simultaneously.

We adopt here a single-pair approximation, in which the simultaneous excitations
of multiple electron-hole pairs are neglected. This is justified if the energy gap is
large enough, and if the electromagnetic field is not extremely intense. Within this
approximation the amplitude C jf(t) is calculated from (3.11) and (3.13) as

Ci0 = ~G/m ) / (0la; expl—(i/h) / H; ()d7'1a’,10)

J' —o0

X (O|bJTCXp[—(i/h)/Hé)(T/)dT/]b},|0><0|’(/)(7')>/.LE(7’)dT. (3.33)

For the amplitude in the ground state C¢(¢) = (0|2 ()), we find

Co(t) = —(i/I)Y / CH(NpE(dT + 1. (3.34)

J 0

If we define the kernels for the electron,
t
ij(t 7) = (Olaj exp[—(i /h) / H(;‘(t’)dT’]a},|o>
and for the hole,
t
K%(t.7) = (0lbj expl—(i/h) / Hg (1")d7'1b%10),
the above equations are written as

I

C;(t) :—(l'/h)Z:/Kj({}/(t,T)K(,vl(t,T)Cg(T)/LE(T)dT, (3.35)

J =00

Cg(l)z—(i/h)Z/C]T(T)/LE(T)dT-l-l. (3.36)

J —o0
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The kernels K © (t 7) and K ) (t T) describe the transition amplitudes that the

electron (hole) is found at the 51te ] at time ¢ under the condition it exists at the site
Jj’ at time 7 with the influence of quantum hopping with uniform driving field. They
can be obtained analytically as

K = e DK K (DK ), (3-37)

K5 = K 0 DK (DK, ), (3:38)
in which

Kif, (0.7) = expli S (e = j0Wji; (B R, (339)

K, 0.7) = expli 3 (y = i)y (Belt = 7). (3.40)

K{, (1, 7) = expli S (e = jO1 . (Belt = 7). (3.41)

where J;(x) is jth order Bessel function, and R(z, 7) is given in (3.17). For the kernel
of the hole, K Ev; the analogous expressions to the above formula are obtained, with
only difference that B. must be replaced by B, . Strictly speaking, the above formu-
las are derived for the infinitely large tight binding model, but it is approximately
valid under the condition N >> 1. The fact that the integral kernels are completely
decoupled into the three components of the direction of motion is an advantage of
the present theory in the time domain. Furthermore, using Neumann’s sum rule,

o0
> @ du(b)e™ = Jo(va® + b* — 2abcos ), (3.42)

n=—00

we can carry out the summation over the creation sites of the electron-hole pair, and
finally obtain

Cj(0)

—(@i/h) / e~ MU= I ((B. + By)|R(t, T)]) (3.43)

X

Jo ((Be + By)|t — 7))* Co(T)pE(T)dT, (3.44)

t
Co(t)=—@/M)Y / Ci(MpE(r)dr + 1.
J —oo
So far, we have not taken into account any relaxation phenomena in the dynamical

processes. Furthermore, in actual experiments, the observed intensity of the high
harmonics depends on the spot-size of the pump pulse. Therefore, we introduce here
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the effective number of atoms N,y that contribute to high harmonic generation.
Since ij(t) does not depend on j, we may set ij(t) = C,(t)//Nesy, and find

1
Col) = —(i/h) / M=) o (B + B)IR( 1)) x Jo (Be+ By)lt = 1) Cy (Mpiegs Erdr. (3.45)
t
Co(t) = —(i/h) / Cp(Pppesr E(YdT + 1. (3.46)
where pi.rr = \/Nesrp is the effective dipole moment.

For the source of harmonic radiation in solids, two mechanism of polarization can
be considered. The one is the intra-band polarization, and the other is the inter-band
polarization [37]. The electromagnetic radiation from the intra-band polarization
is due to the non-parabolicity of the band dispersion. The inter-band polarization
corresponds to the recombination emission. Numerical calculations show that the
intra-band contribution is usually smaller than that of the inter-band one [30]. So, we
consider only the contribution from the inter-band transition radiation here. The time-
dependent amplitude of the emitted radiation A(¢) is proportional to the expectation
value of the source term ) ja;bs as

A = (WY asbilvo). (3.47)
j

Because the component of the excited states in |¢(¢)) is very small in the present
parameter values, we can safely write

At) = (01Y_asbilp()) = Y C;(0).
j j

The intensity of high harmonics photons of frequency €2 per unit density of atoms is
then given by the Fourier transform of C,(¢) as

00 2

1(Q) = / C,(t)expliQrldr| . (3.48)

o]

It is remarkable that the above formulas (3.45) and (3.46) for the HHG in the bulk
crystals are formally the same as the (3.12), (3.13), which are derived for the electron
dynamics in the impurity state, or a molecule in the vacuum in the previous section.
This suggests that the mechanism of the HHG in the crystal is essentially the same
as that in a gas in vacuum. A difference is that the parameter for the half band-width
in the latter model is the sum of B, and B,, in contrast to the former case, where only
the half band-width B, appears in the formula.
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Fig. 3.8 Theoretical results for the high harmonic spectrum. The parameter values are (B, +
By)/Iw =15, €5 /w = 50 which correspond to the band-gap 5w, o = 5T . The field intensities are
aeaEy = pesrEg = 0.5hw, b eaEy = piefr Eo = 1.00w, ¢ eaEy = perr Eg = 2.0hw, d eaEg =
tters Eo = 3.0Mw, respectively.

In Fig. 3.8, the dependence of the high harmonic spectra on the incident pulse-
amplitude are shown for the three dimensional tight-binding model. The parameter
values are B, + B, = 15hAw (total half band-width= 45hw), ¢y = 50Aw which cor-
responds to the band gap Sfw at I'-point. The incident pulse is linearly polarized
in the x-direction, and the pulse-width is ¢ = 5T where T = 27 /w. The amplitude
of the electric field is chosen as (a) ea Ey/hw = porr Eo/hw = 0.5, (b) eaEy/Iw =
,uefon/hw = 1.0, (C) ean/hw = ,ugfon/hw =2.0 and (d) ean/hw = Meff
Ey/hw = 3.0.

The theoretical results in Fig. 3.8 reproduce the experimental features [3, 38]
fairly well. The high harmonic spectrum has a long plateau and a sudden cutoff.
Experimentally, it is observed that the spectrum obeys the optical selection rule that
only the odd order harmonics have appreciable intensities for crystals with space-
inversion symmetry. In the theoretical line shapes, however, such a selection rule
seems to be blurred except for the low order harmonics and those near cutoff. This is
paradoxical since the theoretical results derived on a simple symmetrical model gives
much more noisy curves than the experimental data. The elucidation of this paradox
has been attracting theoretical interest recently. It is reported that the selection rule
is recovered [30, 39, 40] if one takes into account some mechanism of dephasing
in his model. In a phenomenological model [30], it was shown that a surprisingly
short dephasing time, as short as 1 femtosecond, is required in order to get agreement
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with experimental data. It was also asserted that the pulse propagation in the dense
and inhomogeneous media also plays a role to make the experimental HHG spectra
clean [41]. This is an intriguing open question.

In order to clarify the distinct roles of the inter-band driving and the intra-band
driving, the theoretical line shapes of the high harmonics are shown in Fig. 3.9 for
two set of parameter values, namely for p.rr Eg = 1.0 and ea Eg = 0 (no intra-band
driving) in (a) and p.rr Eo = 1.0 and ea Ey = 3.0 (strong intra-band driving) in (b).
In Fig. 3.9a, only the 1st, 3rd and 5th harmonics are seen. In contrast, a long plateau
of high harmonics is observed in Fig. 3.9b. Note that the line-shape is almost the same
as shown in Fig. 3.8d. This means that the total line-shape of the high harmonics is
entirely determined by the intra-band driving field, although its amplitude depends
on the inter-band driving.

The features in these line-shape of HHG qualitatively agree with those reported [3,
38] and with the simple formula of the three-step model [28]. Quantitatively, however,
the agreement with the formula by the three-step model in not good. The three-step
model predicts the energy of the cutoff of the plateau E. as

E.=1,+3U,, (3.49)
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where I, is the ionization energy and U, is the ponderomotive energy, U, =
e2E§/4mw2. From (3.4), we may set I, = ¢, — 3(B. + B,) and m = hz/(BC +
B,)a’. But this gives a too small value of E.. The main reason of the disagree-
ment is the breakdown of the effective mass approximation. In the present model
of a two-level atom crystal, it is assumed that the transition dipole moment is a
constant and the optical transition is allowed all over the first Brillouin zone verti-
cally. Although the main contribution comes from the excitation around the I'-point
because the transition probability depends also on the energy gap, the contribution
from other region will not be negligible. In the present model of cosine-band, the
effective mass becomes much smaller and even formally be zero at the band-center.
For a quantitative analysis of the HHG spectra in solids, information on the actual
band structure will be needed.

On the other hand, it is reported experimentally that the high-energy cutoff in
solids has a linear dependence on the amplitude of drive laser field [42]. This is in
agreement with the present theoretical result shown in Fig. 3.8. It is noticed that,
in the theory, the gap between the edge of the plateau and the cutoff is extended in
the high intensity limit as shown in Fig. 3.8d. In order to clarify all these features,
further investigation will be needed into the electron dynamics in solids induced by
the high intensity pulse fields.

3.4 Conclusion and Prospect

I have proposed a simple formalism based on an integral equation of Volterra-type to
calculate the electron dynamics driven by intense pulse fields. It is an analogy of the
Dyson equation in time-domain, but has some advantages compared with other more
elaborate methods. If the wave-length of the electromagnetic field is much larger
than the atomic scales, as is usually the case, the integral kernel for the propagation
of the electron in the free-space or in the crystal lattice structures can be analytically
obtained. Because the integral kernels are exponential functions, it is easily extended
to higher dimensions.

In this article, I have shown two examples for the application of this method. In
the Section II, the electron is assumed to make transitions between a localized state
and a delocalized “band”. In the Section III, an electron and a hole make transitions
between the two delocalized “bands” from the “vacuum”. It is remarkable that the
integral equations are reduced to a formally the same structure, if one introduces a
“portal state”. This suggests that the mechanism of the high harmonic generation in
the system of atoms in vacuum and in the crystals are essentially the same. In the
latter case, the translational symmetry plays an important role.

One of the difference in the two models treated here is the quantitative difference
in the effective interaction amplitude with the external fields. In the case of crystals,
the dipole moment for inter-band transition is enhanced by a factor ,/N,rr, where
N,sr is the phenomenologically introduced effective number of atoms participating
in the interaction with photons. The actual value of ,/ N, will be determined taking
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into account the experimental conditions such as the spacial profile of the laser pulses,
the relaxation times in the excited states and so forth. Anyway, it may be expected
that the solids are promising candidate for the intense light source of high harmonics
because of their higher atomic densities. Another difference of the electron dynamics
in solids from that in vacuum is the existence of a periodic structure of lattice. Usually
this is negligible in the low energy region. However, in the case of motion under the
intense electromagnetic field, the discrete structure of the crystal lattice may become
non-negligible. The criterion for this boundary is the ratio a Ey/Aw. In fact, in the
simple tight-binding picture, the effective transfer energy B is reduced to zero for
aEy/hw = 2.405 and even become negative i. e. the particle has a negative mass, for
2.405 < aEy/hw < 5.52. This phenomenon is called a dynamic localization [43] or
aband-collapsing [44]. This is due to the coherent path-interference [24] in the driven
quantum system. This effect has been automatically incorporated in the expression of
the integral kernels under uniform electromagnetic field. To the authors knowledge,
clear experimental observation of the dynamic localization in real crystals is yet to
be done. It may be a next target in the intense-laser science in solids.
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Chapter 4 )
Channel-Resolved Angular Correlation oo
Between Photoelectron Emission

and Fragment Ion Recoil of Ethanol

in Intense Laser Fields

Ryuji Itakura, Hiroshi Akagi, and Tomohito Otobe

Abstract We investigate multi-channel dissociative ionization of ethanol in intense
near-infrared laser fields with photoelectron-photoion coincidence three-dimensional
momentum imaging. As the intensity of the linearly polarized laser field increases
to 23 TW/cm?, phoelectrons are dominantly emitted along the laser polarization.
The photoelectron angular distributions (PADs) are not influenced by the orientation
direction of ethanol with respect to the laser polarization direction. In the circularly
polarized laser field with 80 TW/cm?, the photoelectron angular distributions of
CH;3CD,OH in the recoil frame of the CD,OH™ and CH3CD§L channels are obtained.
Photoelectrons in the CD,OH™ channel are preferentially emitted from the CH3 moi-
ety at the moment of birth. By the density functional theory (DFT), we calculate the
ionization probability in the electric field as a function of its direction. The compar-
ison between the observed and calculated recoil frame (RF)-PADs suggests that the
inner valence 10a’ molecular orbital is deformed by the laser field prior to the photo-
electron emission. It is clearly shown that there are two pathways, (i) photoelectron
emission from 10a’ and (ii) photoelectron emission from the highest occupied 3a”
molecular orbital followed by photoexcitation. In the CH3CD§r channel, the RF-PAD
is found to be isotropic, suggesting the stepwise processes of photoelectron emission
and subsequent photoexcitation.

4.1 Introduction

Electronic structure and dynamics are the fundamental basis for all molecular pro-
cesses in laser fields [1]. Electrons are driven by an intense laser field and then
emitted out of molecules. Great progress of the experimental technique in ultrafast
intense laser science allows us to image electronic structure by monitoring high-order
harmonics, fragment ions, and photoelectrons.
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High harmonic spectroscopy of an aligned molecular ensemble enables us to per-
form tomography of molecular orbitals (MOs) [2]. This has been already extended to
time-resolved measurement for deformation of degenerate hole orbitals [3], dynami-
cal symmetry [4, 5] and identification of chiral molecules [6]. lon momentum imag-
ing with a sub-10-fs pulse is also useful to image the shape of the highest occupied
molecular orbital (HOMO) from which an electron is emitted through tunneling
without vibrational and rotational motion [7]. Recently, it is suggested that Rydberg
MOs are strongly coupled to HOMO in the course of ionization of hydrocarbon
molecules in intense laser fields [8]. The ion momentum imaging with a sub-10 fs
pulse has been updated to visualize a photoexcited state and opens the door to tracing
electronic dynamics with the pump-probe measurement [9].

Photoelectron imaging is another powerful method to probe the electronic struc-
ture. In a multielectron system, a photoelectron is emitted not only from the highest
occupied molecular (atomic) orbital, but also from inner valence orbitals. Inherently,
ionization is a multi-channel phenomenon. Photoelectron spectroscopy is superior in
assigning an electronic state, that is, an orbital from which a photoelectron is emit-
ted. Channel-resolved photoelectron spectra of dissociative ionization of ethanol
were measured with photoelectron and photoion coincidence momentum imaging
(PEPICO-MI) [10-12]. The photoelectron energy indicates the electronic and vibra-
tional states of the molecular ion formed by the ionization, and the product ion species
indicates the final electronic state of the molecular ion after the interaction with the
laser field [13]. On the basis of the difference between the photoelectron spectra
of respective product channels, ionization and subsequent electronic excitation path-
ways were revealed [10—12]. Additionally, the correlation between the photoelectron
energy and the kinetic energy of the fragment ions helps us to resolve the ionization
and electronic excitation pathways, even if a peak in the photoelectron spectrum is
too broad to assign the electronic state [10].

In the present chapter, we describe how a photoelectron is emitted from the point
view of the photoelectron angular distribution (PAD). First, channel-resolved PADs
of ethanol in linearly polarized near-infrared laser fields are shown. The angular
correlation between the photoelectron emission and the fragment recoil is extracted
by PEPICO-MI. Next, we discuss the ionization induced by a circularly polarized
laser field. From the PADs in the recoil frame where the z axis is defined by the
recoil vector of the fragment ion, the ionization probability is obtained as a function
of the angle of the molecular orientation. Theoretical calculation based on the density
functional theory (DFT) exhibits how the MO is deformed by an intense laser field.
From comparison between the theoretical and experimental results of the orientation
dependent ionization probability, the branching of the ionization and subsequent
electronic excitation pathways is also extracted [14].
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4.2 Photoelectron Emission in Linearly Polarized Laser
Fields

4.2.1 Channel-Resolved Photoelectron Momentum Imaging

The details of the experimental setup for PEPICO-MI was described in our previous
publications [10, 12]. Briefly, we detected a photoelectron and a product ion in
coincidence using a pair of position sensitive detectors composed of microchannel
plates and delay-line anodes (RoentDek HEX80) [15] with a stack of holed electrode
plates for three dimensional momentum focusing [16]. The detected event rate was
set to be almost 0.3 events per laser shot by controlling the sample gas density.
Laser pulses were provided from a Ti:Sapphire chirped pulse amplification system
(A >~ 783nm, 1 kHz, < 2 mJ/pulse). The pulse width was measured to be 35 fs
(full width at half maximum (FWHM)) by second harmonic generation frequency-
resolved optical gating. The laser peak intensity at the focal point was estimated from
the ponderomotive energy shift of the peak in the photoelectron spectra [10, 17].
The measurement was performed in the laser intensity range of 9-23 TW/cm?. The
angles showing the direction of the photoelectron momentum p*'¢ and the fragment-
ion momentum p'°® are shown in Fig.4.1. We analyzed only the photoelectron in the
range of | p§'e| < 0.05 atomic units (a.u.), where pg'e is the momentum component
along the z axis (time-of-flight direction).

The two-dimensional (2D) cuts of the three-dimensional (3D) photoelectron
mometum distributions correlated to the formation of respective production ions,

pion pe‘e/
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Fig. 4.1 Momenta of the photoelectron and the fragment ion in the laboratory frame (Right). The
polarization direction of the linearly polarized laser field is vertical (y). Angles, Oele Gion, are the
polar angles of the momenta of the photoelectron p®'¢ and the fragment ions pi®® with respect to
the y axis. An angle gjon is the azimuth angle of p'®®. In the analysis, we select only the events
that the photoelectron momentum is along the xy plane. The momentum component pgle of the z
axis (time-of-flight axis) is limited in the range of | p;’lel < 0.05 atomic units. The left inset shows
a dissociative ionization scheme with p®'¢ and p'°™




68 R. Itakura et al.

e
P, (au)

05 00 05 05 00 05

(@u)

05 00 05 -05 00 Dﬁ&a 05 00 05 05 00 05
e

P (au)

Fig. 4.2 Sliced photoelectron momentum images (| pgle| < 0.05 a.u.) by linearly polarized 783-nm
laser fields at the intensities of 9 TW/cm? ((a)—(d)) and 23 TW/cm? ((e)—(h)). Images are correlated
with the product ions, CoHsOH™ ((a) and (e)), CoH4OH™ ((b) and (f)), CH,OH™ ((c) and (g)) and
C,Hs™ ((d) and (h)). The unit of the coordinates is the atomic unit (a.u.).

C,HsOH*, CH4OH", CH,OH™, and C,HZ were obtained by counting the events
in the range of | p°| < 0.05 a.u. as shown in Fig.4.2. As the laser intensity increases
from 9 TW/cm? to 23 TW/cm?, the width of the photoelectron emission angle with
respect to the laser polarization direction decreases, indicating the transition from
the multiphoton ionization to the tunnel ionization.

4.2.2 Angular Correlation Between Photoelectron Emission
and Fragment Ion Recoil

The angular correlations between the photoelectron emission and the recoil of
CH,OH™" and C,H{ at the laser intensity of 23 TW/cm? are shown in Fig.4.3. To
reduce the influence of the position dependent sensitivity of the detector, we took an
average of the raw count data at (Gion, Oe1e) and (2w — Gion, 2 — 6e1e) and mapped it
at (Gion, Oe1e) for symmetrization, resulting in the 6;,, — 6. maps in Figs.4.3a and c.
The sharp peaks are clearly shown at 6. = 0 and 180° irrespective of 6;,,. There is
no difference between the parallel configuration of (cos 6 X cos 8iop) > 0 and the
anti-parallel configuration of (cos 8¢l X c0S 6ion) < 0. In the tunnel ionization, the
photoelectron has little kinetic energy at the moment of birth and is driven by the
laser electric field. The final momentum of the photoelectron is determined by the
vector potential of the laser electric field at the moment of birth. As a result, the pho-
toelectron takes parallel and anti-parallel directions equivalently as its final direction
even if the ionization probability strongly depends on the molecular orientation with
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Fig. 4.3 Angular correlations between the momenta of the photoelectron and fragment ions,
CH,OH' ((a) and (b)) and C2H5+ ((c) and (d)) at the laser intensity of 23 TW/cm?. The cor-
relation between the polar angles, 6. of the photoelectron and 6;o, of the fragment ions ((a) and
(c)). The correlation between 64, and the azimuth angle ;o of the recoil momentum of the fragment
ion with respect to the xy plane defined by the laser polarization direction (y) and the photoelectron
momentum. See text for details.

respect to the direction of the electric field. At this intensity of 23 TW/cm?, the PAD
is governed dominantly by the laser electric field. It should be mentioned that for the
CzHgr formation the probability at (Bion, fete) = (0°, 0°) and (180°, 180°), is smaller
than the other directions. However, the statistical fluctuation at these directions is
too large to discuss this small probability, because the counted event number is very
small.

Figures4.3b and d show the correlation between the polar angle 6;,, and the
azimuth angle ¢j,, of fragement ions with respect to the x axis. In the analysis, we
treated only photoelectrons whose momenta are on the Xy plane. As shownin Fig. 4.1,
the azimuth angle ¢;o, of pi®" is equal to the difference between the azimuth angles
of the photoelectron and the fragment ion in the laboratory frame. It is found that the
probability as a function of ¢;, is constant, indicating no correlation in the azimuth
angles.

From these angular correlations, it is found that the photoelectron emission is
directed along the laser electric field irrespective of the molecular orientation. It is
also confirmed that the probabilities of the photoelectron emission at the parallel and
anti-parallel directions with respect to the fragment recoil are almost the same, which
is consistent with the behavior of the tunnel ionization. From the angular correlation
between a photoelectron and a fragment ion in linearly polarized laser fields, we
can gain little insight into the electronic dynamics in molecules prior to the tunnel
ionization.
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4.3 Photoelectron Emission in a Circularly Polarized Laser
Field

4.3.1 Laboratory Frame Photoelectron Momentum
Distribution

We changed the polarization of the laser field to the circular one [14]. The pulse
width and the wavelength were 60 fs (FWHM) and 800nm, respectively. In this
experiment with the circularly polarized laser field, we used partially deuterated
ethanol CH3CD,OH to avoid production of different fragment ions with the same
mass. Similarly to the experiment with the linearly polarized laser fields, we measured
the 3D photoelectron momentum distribution (PMD) in a channel-resolved manner
as shown in Fig.4.4. In the laboratory frame where the laser polarization plane is
parallel to the yz plane, the PMD have a torus shape dominantly along the polarization
(yz) plane. The out-of-plane angular distribution of the photoelectron with respect
to the yz plane shows the width of 31° (FWHM). In principle, the PMD projected on
the yz plane should exhibit a isotropic ring shape when multi-cycle laser pulses are
used. The slightly anisotropic ring shape in the observed distribution is caused by the
non-uniform spatial dependence of the detector sensitivity and the ellipticity of the
polarization. It is also noted that the PMDs of all three channels are almost the same
with a single broad peak in the energy spectrum, suggesting the tunnel ionization is
the dominant ionization mechanism.

From the observed photoelectron spectrum, the laser intensity was estimated to
be 80 TW/cm? [18]. The corresponding electric field is 1.7 x 10'° V/m, whichis 1.3

CH,CD,0H’, m=48

CH,LCO,, m=31

-(c);
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Fig. 4.4 Channel-resolved 3D PMD of CH3CD,OH ionized by a circularly polarized 800-nm laser
field at the intensity of 80 TW/cm?. Projected distributions on the xy plane ((a)—(c)) and on the
yz plane ((d)—(f)). The laser electric field propagates along the x axis and rotates on the yz plane.
Distributions are correlated with the formation of CH;CD,OH™ ((a) and (d)), CD,OH™ ((b) and
(e)), CH3CD3’ ((e) and (f)). The inset (right) shows the laboratory frame coordinate and the observed

angle Pobs = (Pinit + 90°) between pﬁlye and p;“y“ on the laser polarization (yz) plane
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time as large as that of the linearly polarized laser field at the intensity of 23 TW/cm?
in Sect. 4.2. The final momentum of the photoelectron formed through the tunnel
ionization is governed by the laser field and independent of the fragment channel.

4.3.2 Recoil Frame Photoelectron Momentum Distribution
of the CD,OH™* Channel

Using the recoil momentum of the fragment ion detected in coincidence, we can
transform the laboratory frame (xyz) to the recoil frame (XYZ) that the YZ plane
remains to be parallel to the polarization plane, and that the Y axis is defined by the
projection pio" of the recoil momentum p*" of the fragment ion on the YZ plane.
The recoil direction of a fragment ion reflects the orientation of the ethanol molecule.
The recoil frame PMD (RF-PMD) of the CD,OH™" channel is shown in Fig.4.5a.
The momentum distribution of the fragment ion, CD,OH™, is almost isotropic with
the maximum at p'°" = 0 in the laboratory frame as shown in Fig. 4.5b. In the analysis
to extract the RF-PMD, we selected the events with the fragment recoil vector along
the polarization plane. The imposed condition is that the out-of-plane angle of pi®
with respect to the polarization plane is smaller than 10°. To reduce the influence of
the initial thermal velocity, we additionally imposed the restriction on the velocity
of the fragment ion. We selected the events with the recoil velocity larger than
2 x 10~* atomic units. The corresponding momentum is plotted as a red circle on
the momentum distribution of CD,OH™ in Fig.4.5b. This velocity was determined
by the observed velocity spread of the parent ion, CH;CD,OH™.

S

L

>

o

[o)4

Q
10 0 1.0 40 0 40
pSe. (a.u.) p°", (a.u.)

Fig. 4.5 a Observed RF-PMD of the CD,OH™ channel. The plotted distribution is the projection
on the circular polarization (YZ) plane. The projected recoil direction of CD,OH™ on the laser
polarization plane is shown by a red arrow along the Y axis in the recoil frame. b The projected
momentum distribution of CD,OH™ on the yz plane in the laboratory frame. To extract the RF-
PMD, we selectively analyzed the events that the velocity of the fragment ions is larger than 2x 10~*
a.u. (ared circle) and the out-of-plane angle of the CD,OH™ recoil with respect to the polarization
plane is smaller than 10°
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Fig. 4.6 a Observed RF-PAD szgzom(mn) (red solid circle) for the CD,OH™ formation and

calculated RF-PADs ; cp,on+ (¢init) from the deformed 3a” (HOMO: blue open square) and
102" (HOMO-1: green open triangle) orbitals. The fitting result of the linear combination of

exp

QSa”,CD20H+ (¢init) and QlOa’,CDzOH* (¢init) to the experimental RF-PAD 2 CD,OH (¢init) 1s plotted
as a light red line. b Calculated RF-PADs Q? CD,0H* (¢init) from the frozen 3a” (blue open square)
and 10a’ (green open triangle) orbitals

To extract the angular distribution of the photoelectron at the moment of birth,
we take account of the electron drift by the circularly polarized laser field to the
perpendicular direction on the polarization plane [19, 20]. We define ¢y, as the
photoelectron emission angle on the YZ plane of the recoil frame at the moment of
birth. Thus the observed angle ¢, between piy"z“ and p;'ze is described as ¢gps = (Dinic
+ 90°). We rotated the image in Fig.4.5a by 90° in a clockwise direction to obtain
the recoil frame PAD (RF-PAD) as a function of ¢y,;. The RF-PMD image after the
90°-rotation shows the reflection symmetry with respect to the Y axis, suggesting
that the influence of the Coulomb attraction in the photoelectron emission driven by
the laser field [21] is negligible.

The experimentally observed RF-PAD Qec)%)zom (Pinit) of the CD,OH™ channel is
shown in Fig. 4.6. In the tunnel ionization, the photoelectron is emitted in the direction
opposite to the electric field direction. The RF-PAD Qecxgzom (¢init) exhibits a peak
at ¢inir = 180°, suggesting that the ionization takes place preferentially when the
electric field is in the direction parallel to the CD,OH™ recoil vector.

Using the DFT [14, 22] with the self-interaction correlation proposed by Krieger,
Li, Iafrate [23, 24], we calculated the orientation dependent ionization probability as a
function of the direction (®, ®) of the static electric field with respect to the molecular
structure as shown in the inset of Fig.4.7. It is considered that the electron can move
faster than the temporal variation of the laser electric field with the wavelength of
800nm and that the tunnel of the electron takes place even faster than one-cycle of
the laser field. The applied electric field is strong enough for the tunnel ionization
to occur dominantly. Basically, the electronic dynamics proceeds adiabatically [25].
Therefore, the ionization probability in the static electric field is valid for discussing
the ionization dynamics at a specific timing in the circularly polarized laser field.
The static Kohn—Sham equation in the external electric field E is described as
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{h[n()] + Vex (1)} (r) = €;¢pi(r) (4.1)

where Vi (r) is an external dipole field, Vey (r) = —¢E - r. The static Kohn—Sham
orbitals ¢; (r) satisfy the outgoing boundary condition without any incident waves.
This is known as the Gamow state [26]. The orbital eigenvalues €; are complex as

€& =€ +ily, 4.2)

where €} and I'; are the real and imaginary parts of ¢;, respectively. The imaginary
part I'; is related to the ionization probability.

In the actual calculation, we used the absorbing potential w(r) placed at a suffi-
ciently large radius R from the molecular center with a thickness A R. We solved the
following Kohn—Sham equation

{h[n(0)] + Vex (r) — iw(r)}i(r) = (€] + iT)i(r) (4.3)
with
0 (r < R)
—iwi =1 r—R (4.4)
—iwg (R<r <R+ AR),

where wy and AR were determined so that ¢;(r) was completely absorbed. The
ionization probability was obtained from the electron density absorbed by w(r) [14].

The product ion CD,OH™ is known to be dominantly produced when CH3CD,
OH™ lies in the first electronically excited state which has a hole in 10a’ (HOMO-1)
[13]. Therefore, we consider that the primary pathway for the formation of CD,OH*
originates from the photoelectron emission from 10a’.

The calculated ionization probability Wy, (P, ®) is shown in Fig.4.7a, indicat-
ing the maximum of Wiy, (¥, ®) around (P, ®) = (158°, 90°). This electric field
direction is almost parallel to the recoil vector of the CD,OH™ fragment ion, sug-
gesting that the electron emission occurs from the CH3 moiety around ¢;,; = 180°.
This calculated result agrees well with the experimental one shown in Fig.4.6.

In the presence of the electric field on the C-C-O plane of ethanol, the MOs
Y; () are deformed prior to the photoelectron emission and are described as a linear
combination of the field-free MOs of W; in Fig.4.8. For the field-deformed MO
Yioe (HOMO-1), the calculated overlap populations |{(¥;| Y10 (®P))|*> are shown
in Fig.4.9. Here, only a’ MOs are allowed to be mixed with 10a" because the Cs
symmetry is preserved by the electric field on the C-C-O plane. If the electric field
is not on the C-C-O plane, the Cs symmetry is broken and thus the a’ orbitals can
interact with a” MOs. In the calculation assuming the electric field is not parallel to
the C-C-O plane, the interaction between a’ and a” orbitals is taken into account.

In the angular range of ® = 150 — 180° where the ionization dominantly takes
place, the field-deformed MO Y, contains Wg, with |(Wg, | T10a’) |> =0.05 - 0.07
as shown in Fig. 4.9. The ionization probability is found to be significantly enhanced
in spite of the small contribution from the neighboring MO. It is also interesting that
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Fig. 4.7 Calculated ionization probabilities a Wy, (®, ©) from the deformed 102’ MO and b
W{)Oa, (®, ©) from the frozen 102’ in the electric field (1.7x 10'? V/m). The direction of the electric
field in the molecular frame is defined by the angles, ® and &, in the inset (right)
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Fig. 4.8 Field-free 2’ MOs of ethanol calculated by DFT
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the contribution from Wy, to Vg (P) is significant around ® = —30°, meanwhile
the ionization probability is not significantly enhanced. These results indicate that
the degree of the MO mixing is not directly related to the tunnel ionization, which
is enhanced by the extension of the lobe of MO in the anti-parallel direction to the
electric field.

To confirm the effect of the orbital deformation by the electric field, we calculated
the ionization probability WIOOa’ (@, ®) assuming the MOs are frozen in the course of
ionization. By integrating the electron density of | W0, |? in the spatial region outside
the potential barrier formed by the electric field, WIOOa/ (®, ®) was obtained [14]. The
potential barrier is defined using the potential by the external electric field, Ve =
—eE - r, and the Kohn—Sham potential, Vxs = Vy + Vi, where Vy is the Hartree
potential and V. is the exchange-correlation potential. Using the pseudopotential of
ions [27, 28], we determined the boundary where the total potential, Vex + Vks +
Vion, 18 equal to the binding energy of each MO in the outer region of the barrier.

As shown in Fig.4.7b, W,OOa,(d), ®) have a peak around (®, ®) = (—110°, 90°),
but does not have a maximum around (®, ®) = (£180°, 90°). This result reflects
how far the lobe of the MO is extended toward the outer region at each direction,
similarly to the theory of molecular tunnel ionization [29]. The peak around (®, ®) =
(—110°, 90°) corresponds to the lone pair on the oxygen atom. Comparing the ioniza-
tion probabilities Wy, (P, ®) and WIOOQ, (P, ®), itis clearly found that the ionization
is enhanced at (®, ®) = (160°, 90°) and suppressed at (P, ®) = (—110°,90°) by
deformation of 10a’ MO.

We compared the calculated results with the experimentally observed RF-PAD,

zxgz on+ (@init), more quantitatively. It is a good approximation that the photoelectron
tunnels toward the direction opposite to the laser electric field at the moment of birth.
The observed RF-PAD, Qec’;';z on+ (@init) shown in Fig. 4.6, results from the summation
of the ionization probability over a certain angular range in the recoil frame. We
transformed the ionization probabilities Wi, (P, ®) and Wﬁ)a,(@, ®) obtained in
the molecular frame of Fig. 4.7 to those in the recoil frame described in Fig. 4.4 [14].
The ionization probability in the recoil frame was integrated in the same angular
range as the analysis of the experiment data. We took account of the solid angle
of the photoelectron emission, which is assumed to have the same distribution as
the out-of-plane distribution with the width of 31° (FWHM). Thus we obtained the
calculated RF-PADs in the recoil frame of the CD,OH™ channel, 10a’,CD,0H+ (@init)
from the deformed MO Y, (P) and Q?Oa,’ CD,OH* (¢ini¢) from the frozen MO Wy,
as shown in Fig.4.6a and b, respectively. The peak angle of 29, cp,on* (@init) at
dinie = 180° is in agreement with QZ’;;’ZOIF (¢init). However, as ¢, decreases from
Binie = 180°, Q04 cp,01+ (Pinit) decreases more rapidly than QZ"[‘)’Z o
the minimum around ¢y, = 100°. Assuming 102’ is frozen, Q?Oa,’ CD,0H* (@init) has a
peak around ¢y, = 80° and dose not reproduce the experimental result at all.

The discrepancy between Q4¢y cp,ou* (@inir) and Qec);gzow (¢init) around @iy =
90° is attributed to the sequential electronic excitation to the first electronically
excited state [(10a") '] following the photoelectron emission from 3a” (HOMO) [ 10—
12]. We consider that the experimental RF-PAD is the summation of the following

1+ (@init) and shows
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two pathways, photoelectron emission from Yoy (P) followed by dissociation to
CD20H+ and CH3,

CH3CD,0H — CH3CD,OH™ [(102") '] + ¢~ — CH3 + CD;OH" +¢7,  (4.5)

and photoelectron emission from Y3,/ () followed by photoexcitation and dissoci-
ation to CD,OH* and CHY,

CH3CD,0H — CH3CD,OH*[(32”) )] + ¢~
CH3CD,OH™ [(32”)™!)] - CH3CD,OH" [(102)™'] — CH3 + CD,OH™. (4.6)

Using the DFT, we calculated the orientation dependent ionization probabilities
from 3a”, Wa, (®, ©) and W2, (P, ©) from Y3,/ (P) and W3,, respectively. The RF-
PADs from 3a” of the CD,OH™ channel, Q23" cp,on* (¢init) and an,,’ CD,0H* (Ginit)
were also calculated in the same manner as those from 10a’. The excitation proba-
bility of the electronic ground state [(3a”)~!] to the first electronically excited state
[(10a')~!] is defined by fuyc. In the circularly polarized laser field, f.. is the aver-
aged value over an optical cycle of the E-field rotation and independent of @jpi;.

Thus, Q?g on+ (@init) is described by a linear combination of €20, cp,on+ (@init) and

Q347 cp,0n (Pinit) as
ngzom (@ini) = 102,08+ (Pinit) + foxe 2307 cp,0m+ (Pinit) - 4.7

Through the least-squares fitting, fexc = 0.478(2) was obtained. The discrepancy
between QCD on+ (@init) and 10y cp,on+ (Pinie) can be largely compensated by
Q347 cp,0H* (q),mt) as plotted in Fig.4.6a. If we do not take the MO deformation into
account, neither Ql()a CD,0H* (¢init) nor Q3a CD,OH* (¢init) exhibits the peak around
Ginic = 180° as shown in Flg 4.6b. This means that the experimental RF-PAD cannot
be explained without the MO deformation. The MO deformation plays an essential
role in ionization of the inner valence orbital 10a’.

The value of f.x. was evaluated on the basis of the ion yield ratio obtained from
the time-of-flight mass spectrum shown in Fig. 4.10. The yield of CD,OH™ (m = 33
u), Icp,on+ s equal to the ionization probability integrated over 47 solid angle and
described as

ICDZOHJr = Piow + fexcPSa” (4.8)

where Pjoy and Ps,- are the integrated ionization probabilities from Yo, (®) and
Y3, (P), respectively. The molecular ethanol ions in the electronic ground state are
correlated to the formation of CH3;CD,OH™' and CH3;CDOH™[13]. Therefore, the
summation of the ion yields of CH;CD,OH™ (m = 48 u) and CH;CDOH™' (m = 46
W), Ich,cp,on+ + Ica,cpon+s 1S expressed as

Icu,p,0n+ + Icw,port = (1 — fexe) Paar. 4.9)
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Fig. 4.10 Time-of-flight mass spectrum of CH3CD,OH. The ion yield is normalized by the peak
intensity of CH3CD,OH™ (m = 48 u)

Using Eqgs.4.8 and 4.9, f«. is obtained as

Rion Pz — Piow
fexc _ ion 4 3a 10a ’ (410)
(] + Rion)P3a”

where Rion = Icp,on+/(Ucnscp,on+ + Icnscpon+)- The other fragment ions such as
CH;CDZ, CH,CD™* and CDO™ are known to be generated from the higher lying
electronically excited states of CH;CD,OH™ [13]. Considering that the observed
ion yields of the other fragment ions are even smaller that the yield of CD,OH™ and
CH3CD,OH™, the excitation probability to the higher lying electronically excited
states is estimated to be negligibly small.

The ion yield ratio of Rj,, = 1.33 was obtained from the time-of-flight mass
spectrum shown in Fig.4.10. Inserting this Rjo, value into Eq.4.10 with Py, and
Ps,» calculated by the DFT, the excitation probability becomes fex. =0.478, which is
in good agreement with the value obtained by the least-squares fitting using Eq.4.7.

Considering the two pathways for the CD,OH" formation, theoretically calcu-
lated RF-PAD becomes close to the experimental one. The residual discrepancy
between the theoretical and experimental RF-PADs is caused partly by the deviation
from the axial-recoil approximation in the fragmentation of CH;CD,OH™ into CH;
and CD,OH™.

The stepwise process that photoelectron emission from 3a” followed by pho-
toexcitation was revealed by channel-resolved photoelectron spectra and by energy
correlations between photoelectrons and fragment ions at the intensity weaker than
23 TW/cm? of the linearly polarized laser fields [10, 12]. As the laser intensity
increased to 23 TW/cm? and higher, the difference between channel-resolved pho-
toelectron spectra was hardly identified and the kinetic energy distribution of the
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fragment ions did not vary as a function of the photoelectron energy. Therefore, it
was difficult to separate photoelectron emission and subsequent excitation pathways
in the tunnel ionization regime. The angular correlation shown in this study provides
the RF-PAD, through which we can compare the experimental measurement with
the theoretical models. As a result, photoelectron emission and subsequent electronic
excitation pathways are clearly revealed even in the tunnel ionization regime at 80
TW/cm? of the circularly polarized laser field.

4.3.3 Recoil Frame Photoelectron Momentum Distribution
of the CH3CD;' Channel

We analyzed the CH3CD; channel in the same manner as the CD,OH" channel.
The experimental RF-PMD is shown in Fig.4.11a. Unlike the CD,OH* channel,
the isotropic ring shape is observed in the RF-PMD. The momentum distribution of
CH;CDy is also shown in Fig.4.11b, indicating the isotropic distribution with the
maximum at pi" = 0, similarly to CD,OH™. In the recoil frame of this channel,
the projection p“’n of the recoil momentum pi®® of CH3;CD;] on the polarization
(YZ) plane is parallel to the Y axis. The YX plane is common to the CH;CDj and
CD,OH™ channels, but the direction of the Y axis is almost opposite with respect to
the molecular structure.

From the RF-PMD of the CH3CD§r channel, the RF-PAD QZ;}I’ o} (@init) 18

obtained as shown in Fig.4.12, indicating the flat distribution. It is known that

- (b) B
5 3 40 —
© S i
N O_ -
QE c = =
ﬂg ke}
Q-4O_ B
I [ |
1.0 0 -1.0 -40 0 40
| |on
P3¢, (a.u.) (a.u.)

Fig. 4.11 a Observed RF-PMD of the CH3CD'2" channel. The plotted distribution is the projec-
tion on the circularly polarization plane. The projected recoil direction of CH3CD;r on the laser
polarization plane is shown by a red arrow along the Y axis in the recoil frame. b The projected
momentum distribution of CH3 CD; on the yz plane in the laboratory frame. To extract RF-PMD,
we selectively analyzed the events that the velocity of the fragment ions is larger than 2x 10~
(ared circle) and the out-of-plane angle of the CH3 CD2+ recoil with respect to the polarization plane
is smaller than 10°
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Fig. 4.12 a Observed RF-PAD QE’:I’B cpt (¢init) (red solid circle) for the CH3CD3L formation and
calculated RF-PADs Qi,CH3CD; (¢init) from the deformed 3a” (blue open square), 10a’ (green
open triangle), 2a” (yellow open diamond) and 9a’ (purple open circle) orbitals. The fitting
result of the linear combination of Q3a”,CH3CD;r (Ginit)» QIOa’,CH3CD2+ (@init)» Qza”,CH3D2+ (¢init) and

Q9a’,CH3CD2+ (¢init) to the experimental RF-PAD QP

CH;CD} (¢init) is plotted as a light red line

CH;CDj is produced from the second, third and higher electronically excited states
of CH3CD,OH™ [13]. The second and third electronically excited states have a hole
in2a” (HOMO-2) and 9a’ (HOMO-3), respectively. The RF-PADs, 2,/ cy,cpt (init)
and an/’CHﬁD;r (Pinit), from 2a” and 9a’ were calculated through the frame transfor-
mation of the ionization probabilities of W,/ (P, ®) and Wy, (P, ®), respectively,
to the recoil frame of the CH;CDJ channel.

Both of €/ cycp; (Pinic) and 2o, cpyep; (Pinie) exhibit the peak at ginic = 180°,
corresponding to the tunnel ionization from the OH moiety in the CH;CD} chan-
nel. These distributions are quite different from the experimental flat distribution
of QCC’E ot (¢init). In order to take account of the stepwise photoelectron emis-
sion and excitation as additional pathways, we additionally calculated the RF-PADs,
Q347 cryepf (Binie) and 2oy cpyep; (Pinit), from 3a” (HOMO) and 10a’ (HOMO-1) in
the CH3CD§r recoil frame from W3, (®, ®) and Wio, (D, ®), respectively. Itis found
that the electron in 3a” is emitted from the lone pair on the O atom (¢, &~ 100°) and
that the electron in 10a’ is emitted from the CH3 moiety (¢, &~ 0°) as described in
Sect. 4.3.2.

We performed the least-squares fitting of the linear combination of these four

RF-PADs Q; cyy,cp: (@init) to the experimental one, Qec)ggcm (init) as

eCXI-I; cp;} (Pinit) = Z CiQ; cnyepy (Pinid)- 4.11)

The fitting result of the coefficient ratio was

{C3q7, Croa, Caar, Coar} = {0.623(2), 1.000(5), 0.95(744), 0.26(296)}.
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The fitting errors of C»,» and Co, are significantly large. The correlation between
Q47 crsept (@init) and QLg, cpyeps (Pinit) 18 strong in the fitting process, because the
two RF-PADs are very similar. Considering such large fitting errors and correlation,
the quantitative evaluation is difficult. In addition, the deviation from the axial-
recoil approximation in the fragmentation should exist, similarly to the CD,OH*
channel. Nevertheless, it is certainly revealed that for the CH3CD§r formation there
is a substantial contribution of the stepwise processes of the photoexcitation following
the photoelectron emission from 3a” (HOMO) and 102’ (HOMO-1).

4.4 Summary

We investigated the electronic dynamics in dissociative ionization of ethanol in
intense infrared laser fields. We focused our attention on the angular correlation
between photoelectron emission and fragment recoil in the CH,OH" and C2H5+
channels. The PADs were measured by using PEPICO-MI in a channel-resolved
manner. It was confirmed that the photoelectron emission tends to be directed along
the laser electric field irrespective of the molecular orientation, as the intensity of
the linearly polarized laser fields increases to the tunnel ionization regime. Similarly,
using the circularly polarized laser field at 80 TW/cm?, we could not find any differ-
ence between channel-resolved PMDs in the laboratory frame for the CH;CD,OH™,
CD,0H" and CHj3 CD;r channels. However, the anisotropic PMD could be extracted
in the recoil frame of the CD,OH™ channel. By taking account of the electron drift
of 90°-rotation by the circularly polarized laser field, we could extract the RF-PAD
at the moment of birth and indicated that the tunnel ionization preferentially occurs
from the CH3 moiety. The DFT calculation in the static electric field reproduced
the experimentally observed RF-PAD. It was suggested that the deformation of the
MO prior to the photoelectron emission is essential and that the photoelectron emis-
sion from 3a” (HOMO) followed by the photoexcitation proceeds in addition to the
photoelectron emission from the inner valence 10a” MO. In the CH3CD§r channel,
we experimentally obtained the isotropic RF-PAD. As compared with the calculated
RF-PADs from the four valence orbitals, it was suggested that there is a substan-
tial contribution of the stepwise processes that photoexcitation follows the electron
emission from 3a” (HOMO) and 10a’ (HOMO-1).

Finally, angular correlation measurement like RF-PADs allows us to know how
electronic dynamics proceeds in molecules in the tunnel ionization regime, where
we could not gain a deep insight from channel-resolved photoelectron spectra and
energy correlation between the photoelectron and fragment ions.
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Chapter 5 )
Effects of Electron Correlation St
on the Intense Field Ionization

of Molecules: Effective Potentials

of Time-Dependent Natural Orbitals

Hirohiko Kono, Shu Ohmura, Tsuyoshi Kato, Hideki Ohmura,
and Shiro Koseki

Abstract We review our effective potential approach based on the multiconfigura-
tion time-dependent (TD) Hartree—Fock (MCTDHF) method to simulate the multi-
electron dynamics of molecules. According to the formulation of MCTDHE, we
introduce the equations of motion for TD natural orbitals {¢;(#)} and TD effective
potentials v?ff(t) that determine the fate of the dynamics of ¢; (7). v?ff(t) is separated
into the one-body part v;(¢) including the interaction with the laser electric field
€(t) and the two-body part v, ;(¢) originating from electron—electron interaction.
The estimated ionization rate for a CO molecule in an intense near-IR field is higher
when & (¢) turns to the direction from C to O than when &(7) is reversed, which is
in agreement with experimentally observed preferential ionization from the C side.
The mechanism of the directional anisotropy in tunnel ionization of CO is attributed
to a narrow hump near the C nucleus formed in vgg(t) of the 56 HOMO which
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results from the field-induced change in v 5, (¢). Analysis of effective potentials
reveals that the suppression of 50 ionization when & (¢) points from O to C is corre-
lated with the enhancement in high-order harmonic generation from 40 HOMO-2. A
hump structure is also found in v{lh,;(#) of LiH interacting with an intense near-IR
pulse, which identifies the ionization mechanism as “asymmetric charge-resonance

enhanced ionization.”

5.1 Introduction

Any material can be discharged by irradiation of light if the frequency of the light
exceeds a certain threshold. This type of phenomenon was discovered in 1887 by
Hertz and Hallwachs as a photoelectric effect and is now understood as ionization
by photon absorption. In line with this discovery, Einstein proposed in 1905 the
idea that a light beam consists of photons whose energies are proportional to the
frequency of the light. In 1931, Goeppert-Mayer predicted that at high light intensity,
more than one photon can be absorbed by a system. Thirty years later, Kaiser and
Garrett experimentally verified two-photon absorption in a europium-doped crystal
by utilizing a laser light source then developed [1]. A few years later, two-photon
ionization was realized for photodetachment of I~ [2]. Multiphoton spectroscopy is
currently one of the most versatile tools to investigate the structure and dynamics of
intermediate electronic states in molecules [3-5].

New features have emerged above the horizon of the research of photoionization as
the light intensity provided by laser systems available becomes as strong as Coulomb
interaction in atoms or molecules. Ti: Sapphire near-infrared (near-IR) laser systems
has now provided ultrashort few cycle pulses whose focused light intensity / are
much greater than 10'* Wem™2. If T approaches ~10'* Wem™2, an atom or molecule
is ionized with more than the energetically required number of photons. In this case,
the photoelectron spectrum exhibits peaks that correspond to additional photons
absorbed beyond the ionization threshold. This phenomenon, namely above threshold
ionization, was first experimentally observed by Agostini et al. [6].

Laser fields of which the intensities are beyond 10'* Wem™2 initiate large ampli-
tude electronic motion, which results in a variety of physical or chemical phenomena
in a wide range of timescale. Intense, ultrashort femtosecond (fs) or attosecond laser
pulses are utilized to induce/manipulate electronic motions in atoms, molecules, etc.
on extremely short timescales. Such systems are then highly excited or ionized in a
nonperturbative manner. A typical phenomenon in the intensity regime of 7 > 10"
Wem™2 is tunnel ionization, which can be followed by efficient high-order harmonic
generation (HHG) of emission. A number of experimental and theoretical works have
been dedicated to explore the essence of the intense-field induced electron dynamics
in atoms [7], molecules [8], solids [9], and biological systems [10], while aiming for
practical application.
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The temporal response of bound electronic/vibrational states in an atom or a
molecule to an applied electric field can be categorized into two regimes, i.e., adia-
batic and nonadiabatic [11]. It is possible to extend the concept of adiabaticity to
ionization dynamics as well. Ionization induced by intense laser fields is usually
characterized by the Keldysh parameter y = (®/ fiax) (21p) "* [12] (in atomic units),
where w is the angular frequency of the applied field, fi.x is the maximum of the
electric field envelope of the pulse and /p is the ionization potential. The mechanism
of ionization is usually classified as adiabatic “quasistatic” tunnel ionizationif y < 1
and as multiphoton ionization if ¥ > 1. One can tune y by making the most of light
sources of different frequencies and intensities.

Diverse theoretical approaches have been developed to estimate or calculate the
ionization rate or probability. In the case where the light intensity is beyond a
certain limit, conventional perturbation theory does not function for the description
of dynamics such as ionization. A landmark in the development of nonperturbative
approaches is the one proposed by Keldysh [12], in which a formula for the rate of
intense-field ionization, suited to practical use, is constructed as an electronic tran-
sition from the ground state of an atom to quantum states of an electron liberated in
a driving electric field (Volkov states) [13]. In this approach, the wave function of
the ground state is assumed to be not perturbed by the applied field; i.e., it is fixed.
The details of the atomic energy structure, such as information on excited states or
electron correlation, are not taken into account in formulating the ionization rate or
probability. Another point to be noted in Keldysh’s approach was the neglect of the
Coulomb interaction between the released electron in the field and the remaining
ion core. To cure the deficiency, Perelomov et al. developed a method, where the
long-range Coulomb interaction is treated as the first-order correction in the quasi-
classical action of the electron [14]. This Coulomb corrected approach is known as
the Perelemov-Popov-Terent’ev (PPT) approach.

These types of approaches can be integrated as a category of S-matrix theory that
formulates the transition probability of a quantum process. An element of the S-matrix
in general equals to the transition amplitude obtained by projecting the total wave
function of the system onto the final state in a dynamical process. Since the early days
of the theoretical development for the description of nonperturbative ionization of
atoms or molecules in intense laser fields, several versions of the S-matrix approach
have been developed, which are together called the Keldysh-Faisal-Reiss (KFR)
theory or Strong Field Approximation (SFA) [15, 16].

The Keldysh parameter y approaches 0 as the electric field strength of the applied
pulse becomes higher or the wavelength becomes longer (i.e., its optical period 27 / w
becomes longer). In this case, an electron penetrates (or goes beyond) the distorted
“quasistatic” barrier for ionization before the sign of the laser field is reversed; then,
the Ammosov—Delone—Krainov (ADK) model [17], which is a quasistatic tunneling
theory, is most commonly used. The ADK model is equivalent to the quasistatic limit
(y — 0) of the PPT approach. Tong et al. have developed a molecular version of
tunneling theory (now known as MO-ADK theory), where the symmetry property
and asymptotic behaviour of the molecular electronic wave function are incorporated
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into the treatment of the ADK model [18]. Tolstikhin and Morishita have established
an adiabatic theory of intense field ionization for finite-range potentials [19].

The above approaches fall under the category of the single active electron (SAE)
approximation; only one atomic or molecular orbital that is considered as the main
ionizing orbital is allowed to evolve in time while interacting with the applied field. In
the SAE approximation, the orbitals (or effects) of other electrons are mostly frozen
at the shapes optimized at the ground-state calculation [20-22]; the one-electron
time-dependent (TD) equation of motion for the least-bound electron is solved by
the construction of an “effective potential” which is modelled after the interaction
of an electron with the nuclei, the applied fields and the remaining electrons. One
of the factors to be considered in the effective potential is dynamic multielectron
polarization which results from field-induced polarization due to other electrons
(orbitals) [23-25]. Semiempirical effective potentials for the ionizing orbital of a
CO molecule were constructed in [26, 27] by modeling the dynamic polarization
effects induced by the applied field.

Multielectron dynamics beyond the SAE picture, such as correlated electron
dynamics [28, 29] and channel interference in HHG [30], is currently a primary
target in the growing research field of attosecond science [31-33]. The physics in
time-dependent processes beyond the SAE picture can be captured by solving the TD
Schrodinger equation of a multielectron system with appropriate approximations. A
relatively tractable one is the systematic expansion of the S-matrix for a dynamical
quantum phenomenon (e.g., ionization) into relevant elementary processes involved
[34]. In fact, only the first or second leading term in a series expansion of the S-
matrix is evaluated because of practical difficulties associated with the higher order
expansion.

Among first-principles approaches beyond the SAE picture is the TD version
of the Hartree—Fock (HF) method, i.e., the TDHF method, where the multielectron
wave function is approximated by a single Slater determinant alone and the time
evolution of the molecular or atomic orbitals involved therein is evaluated under
the mean field approximation. As in the HF method, the TDHF takes into account
the electron—electron interaction in the mean field approximation but not correlated
electron motion. For the simulation of electron dynamics, real-time real-space time-
dependent density functional theory (TDDFT) is also utilized [35, 36]. In TDDFT,
an exchange—correlation functional is incorporated in a fictitious reference system
connected with a single TD Slater determinant, but its description of correlated
electron motion is limited to a certain level because only the total electron density is
legitimately determined.

As an orthodox method for including the correlated electron motion beyond the
mean field approximation (electron correlation in dynamics), the multiconfiguration
time-dependent Hartree—Fock (MCTDHF) method [37-47] has been developed in
the past two decades. In MCTDHE, the multielectron wave function W (¢) at time
t is expressed as a linear combination of many Slater determinants corresponding
to various electron configurations, as in the case of conventional quantum chem-
istry. The quantitative accuracy is systematically improved with increasing expan-
sion length. In this method, both the orbitals and coefficients of Slater determinants
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are optimized at each time step in compliance with TD variational schemes such as
the Dirac—Frenkel variational principle [48-50].

The number of molecular orbitals (MOs) used in MCTDHF approaches has
to be restricted in practical applications. The most commonly used scheme is the
complete active space (CAS) method, where the orbitals used in the Slater deter-
minants (or configuration state functions) are classified into two sets, i.e., inactive
(core) and active orbitals. The two inactive spin-orbitals (SOs) that have the same
spatial function are singly occupied respectively in all electron configurations; one
can generate all possible electron configurations by distributing the other electrons
among the active orbitals. The core orbitals are either frozen (frozen core) or subject
to field-induced deformation (dynamically polarized core). This type of expansion
scheme is called the time-dependent complete-active-space self-consistent-field (TD-
CASSCF) method [51, 52]. Among recent advances in the MCTDHF method are the
restricted configuration interaction expansion up to double or triple excitations [53—
56] and the TD optimized coupled cluster expansion [57, 58], etc. Various types of
wave-function-based multiconfigurational TD approaches to describe the dynamics
of indistinguishable particles are introduced in a well-organized review [59].

More reliable and detailed results can generally be acquired as the theory
employed is more accurate; accordingly, it become more complicated to unveil the
intrinsic physics behind the numerical results. For example, the TD orbitals in the
MCTDHF method are severely influenced by the effects of electron correlation orig-
inating from electron—electron (two-body) interaction, but those effects cannot be
extracted straightforwardly from the time evolution of each orbital. It is difficult to
assign the temporal change in orbitals separately to those due to the one-body inter-
action (interaction of an electron with nuclei and external fields) and those due to
the two-body interaction.

In previous papers [60—64], we have attempted to establish a single orbital picture
under the influence of electron correlation. To this end, we use the TD natural spin-
orbitals {¢;(¢)} proposed by Lowdin [65], which diagonalize the first-order reduced
density matrix of electrons constructed from the MCTDHF multielectron wave func-
tion W (¢). The orbital-dependent effective potentials {vjff(r, t)} that govern the time
evolution of {¢; (¢)} are then derived as a function of the spatial coordinate of an elec-
tron, r [62—-64]. The TD effective potential viff(t) for ¢;(¢) is the sum of two parts:
V(1) =v1 (1) + v, (1), where v, (¢) is the one-body interaction and v, ;(¢) arises
from the two-body interaction. Effective potential analysis of multielectron dynamics
has been applied to the investigation of the directional anisotropy in intense-field
induced ionization of heteronuclear diatomic molecules such as CO and LiH [62-
64]. The role of electron correlation in dynamics can be scrutinized by comparing
TDHF and MCTDHEF effective potentials.

Thanks to the advance in modern laser technology, the form and phase of a laser
field can be tailored for manipulating the dynamics of molecules on a femtosecond
or even attosecond timescale. Space-asymmetric two-color fields are used to answer
fundamental questions inherent in electron dynamics, e.g., as to what the origin
of anisotropic electronic motion is. Directional anisotropy in ionization of CO has
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been investigated extensively [66—-69]. The emission direction of C* or O* from
CO observed in w + 2w two-color field ionization experiments demonstrates that
ionization is enhanced to a great extent when the electric field is directed from the
nucleus C to O [66—-68]. This type of experiment can now be combined with the
field-free molecular orientation technique, which has already been applied to CO
[69]. In the SAE or single active orbital picture, ionization from the highest occupied
molecular orbital (HOMO) of a molecule is treated as the main process of ionization.
The role of the shape of the HOMO in anisotropic ionization is still under discussion.
It has been suggested, e.g., in [70-72] that for CO the large-amplitude lobe of the
HOMO around the nucleus C is correlated with the experimental fact that ionization
preferentially occurs when the laser field points from C to O.

The direction of anisotropic ionization observed does not always accord with
the prediction based solely on the shape and spatial extension of the HOMO. For
carbonylsulphide OCS, the Tt HOMO has a large amplitude around the C-S axis. In
the experiment performed by Holmegaad et al. [73], OCS molecules were fixed in
space by combined laser and electrostatic fields and ionized with intense, circularly
polarized 30-fs laser pulses. Contrary to the prediction from the shape of the HOMO,
they found that ionization is enhanced when the electric field turns to the direction
from O to S (i.e., an electron is then ejected from the O atom side).

For polar molecules such as CO and OCS, intense laser fields change the instan-
taneous energy levels of electronic states and the effects of linear Stark shifts on
intense-field-induced ionization have been investigated [74—80]. The linear Stark
effect increases or decreases the ionization potential when the electric field vector is
parallel or antiparallel to the permanent dipole moment of the HOMO. The HOMO
permanent dipole moment of OCS points from S to O and the HOMO ionization
potential decreases when the electric field points from O to S, which is in accord with
the experimental observation for OCS in a circularly polarized field that ionization
dominantly proceeds from the O atom side [73]. In the @ + 2w two-color experiment
reported by Ohmura et al. [72], the preferential direction was however from the S
atom side (which was opposite to the ionization direction for circularly polarized
pulses [73]).

The conventional MO-ADK theory [18] predicts that the ionization rate of the
HOMO of CO is maximized when the electric field points from C to O [68], in
agreement with the experimental result (preferential ionization from the C atom
side). The results obtained by the Stark-shift-corrected MO-ADK theory indicates
the opposite trend that the ionization rate of the HOMO is maximized when the
electric field is reversed [68], which directly reflects the tendency that the linear
Stark effect increases the ionization potential of CO when the electric field points
from C to O and is thus apt to reduce the HOMO ionization rate from the C side.
On the other hand, the prediction by the Stark-shift-corrected molecular SFA [68]
is in accord with the experimental observation. The roles of permanent dipoles in
anisotropic ionization have not been fully clarified yet. The results obtained by some
theoretical approaches contradict the experimentally observed anisotropic ionization
from the C atom side [8§1-83]. The diversity of theoretical predictions thus demands
further and thorough investigation of the anisotropic ionization of CO.
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Among other relevant factors to be considered are field-induced multielectron
correlation effects [61] and the combined contribution to ionization from multiple
orbitals [84-86]. Although the emission direction of C* or O* from CO in the two-
color ionization experiments [66, 68, 84] suggests that the main ionization channel in
CO is ionization from the 50 HOMO, next lower lying orbitals such as 1 HOMO-1
and 46 HOMO-2 contribute to the field-ionization of CO [84]. These factors also
affect the efficiency of HHG. The effects of dynamic electron polarization on HHG
have been discussed in [87, 88].

Effective potential is a competent and versatile tool to delve into intrinsic multi-
electron nature in electronic dynamics. A straightforward application is to quantify
correlation dynamics between natural orbitals by examining the temporal change
in the corresponding effective potentials, though the effective potential itself is a
single-electron representation. In a previous study [62—64], using the scheme of the
TD-CASSCEF, we calculated the effective potentials of natural orbitals for CO in an
intense near-IR field (. = 760 nm) and investigated the mechanism of anisotropic
ionization of CO. The numerical results indicated that when the laser electric field
points from C to O, tunnel ionization from the C atom side is significantly enhanced
more than a few times compared to the field-reversed case. We found that a thin
hump originating from two-body electron—electron interaction is then formed on the
top of the field-induced distorted barrier in the HOMO effective potential. The hump
emerges only 2a, away outward from the nucleus C, which is specified as the interac-
tion between the electron leaving the remaining core and the electrons swarming to the
region of hump formation (ionization exit). We attributed the directional anisotropy
in tunnel ionization of CO to this hump formation. The appearance of this kind of
hump structure seems rather general. We simulated the electron dynamics of LiH in
an intense field of A = 1520 nm. The results indicate that a hump structure is formed
in the 20 HOMO effective potential of LiH and sets off anisotropic ionization.

In the present review on the effective potential approach, we also demonstrate for
CO that the HHG starting from the ionization of 46 HOMO-2 orbital is correlated
with the 5o ionization dynamics. In the following, we outline the effective potential
approach and present the numerical results of the effective potentials for CO in
Sects. 5.3.2 and 5.3.3 and for LiH in Sect. 5.3.4.

5.2 Theory

We present in this section the outline of the multiconfiguration time-dependent
Hartree—-Fock (MCTDHF) method for the simulation of multielectron dynamics
of atoms and molecules. Our novel approach converts the multielectron dynamics
obtained by numerically solving the equations of motion (EOMs) in the MCTDHF
to a single orbital picture in the natural orbital representation and the TD effective
potentials for natural orbitals are then derived from the EOMs. The roles of multi-
electron dynamics together with electron correlation are quantified on the basis of
the TD effective potentials in the single orbital picture.
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5.2.1 The MCTDHF Method

The dynamics of an N.-electron system in intense laser fields is governed by the TD
Schrddinger equation

ih% = H()V (@), (5.1)

where W(¢) is the multielectron TD wave function of the system at time ¢ and H (1) is
the electronic Hamiltonian that includes the interaction with the radiation field &(z).
(5.1) is solved by using the MCTDHF method where W(¢) is expanded in terms of
electron configurations {®;(¢)} necessary for the description of the dynamics under
consideration ({®; (¢)} are either Slater determinants or configuration state functions)
[38—47]:

M
(@) =) Cr(n® ), (5.2)

I=1

where {C;(¢)} are the configuration interaction (CI) coefficients for {®;(¢)} and M
is the total number of {®;(¢)}. In the present study, the spin state is assumed to be
a singlet. Each electron configuration has N.spin-orbitals (SOs) {y (t)}. ¥y (¢) for
the kth single-orbital state |k(#)) is the product of a one-electron spatial orbital and
a one-electron spin eigenfunction: ¥ (t) = (x | k(¢)), where x = (r, ) represents
the set of the spatial coordinate r and the spin coordinate p of an electron. The SOs
used in the expansion are here referred to as occupied orbitals and the number of the
occupied orbitals is denoted by N, (in general, N, > N.). In TDHF, N, = N..
The working EOMs for {1 (¢)} and {C,(¢)} have been derived by employing the
Dirac-Frenkel TD variational principle [48-50]:
A )
(W) |:H(t) - zhE}I\IJ(t)) =0, (5.3)

where § W (7) denotes all possible variations of the wave function (5.2) with respect to
the degrees of freedom of the SOs and the CI-coefficients. We introduce a Lagrange
multiplier matrix {A,x(¢)} so that the initial orthonormalization condition at ¢ = ¢,
on {Y(¢)} is maintained, i.e., (Y (¢) | ¥, (¢)) = O for t > ty. The resulting EOMs
for () are expressed as

9 R
ih@llﬁk(m = h(@®)|Yx (1))

No
+ 2 A7 0u] V) = Ay ] [500), (5:4)

i
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where fz(t) is the one-body Hamiltonian including the electric dipole interaction
r - &(t), V;;(t) represents the orbital coupling between i and j mediated by other
orbitals [39] and

Aij() = (W (©)1a] (a; ()| W (1)) (5.5)

is the (i, j) matrix element of the Ist order reduced density matrix (1IRDM)
p(x, x’, t). The operators a;(t) and &;(t) are, respectively, the annihilation and
creation operators for an electron in v (¢). 17, ;(t) is a function of r and dependent

on {C;(#)}. The IRDM at ¢, which is a Hermitian matrix, can be calculated from
{¥; (1)} and {C;(¢)}, which is given by

No
P, X, 1) =Y Ay() ¥ (e, DY, D). (5.6)

ij

The trace of the IRDM is normalized as X; A;;(f) = Ne and A1 (¢);; in (5.4) is
the (k, i) element of the inverse of thelIRDM.
The Lagrange multiplier A;;(7) may be expressed as

N,

A © = Y (0] [ Vo) + Ax 030 | ), (5:7)

k

where g(¢) should be determined so that the orthonormalization condition
(w;(®) | ¥ (t)) = 8 is sustained. For (5.7), one can rewrite (5.4) as

8 ) A
mw = [0 = 20 |l + 0[O W)

. A (5.8)
+ZA_l(l)kiVij(t)|I/fj(t)> ’

ij

where Q(t) =1- Z [V (£)) (Y ()] is the projector onto the complement to the
current orbital space {y;(¢)}. Since the time derivatives of SOs hold the following
relation

a A
iy 0|51 ) = (0| [ = 20 |0y, (5.9)

the time propagation becomes unitary if g(z) is a Hermitian operator like g(r) =
Zmn [V ()8, @)Y, (t)| with g, (t) = g, (t). The derivation of EOMs for CI-

mn

coefficients starts with inserting (§ W ()| =(dW (1) /dC, |8C; into the Dirac—Frenkel
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variational principle (5.3) [38, 39, 41]. The EOM for C; thus obtained contains
{C; (1)}, {gum (t)} and the matrix elements of the electron—electron interaction among
SOs. The EOMS for {C,(#)} are coupled with (5.8).

For time propagation of W (¢), we choose g(¢) = fz(t) in (5.8) or (5.9) which
is favorable for the numerical stability in solving the EOMs for {I/Ij(l)} and
{C;(t)}; during the time-propagation of }1//_; (t)), the orthonormalization condition
then remains in the form of (Wi (1) ‘ Bwj(t)/at) =0{ori = jandi # j).

5.2.2 Derivation of Effective Potentials

For the choice of g(t) = fz(t), A;j(t) # 0 in general. In fact, there is a way of
obtaining a diagonal representation of the 1RDM. Diagonalization of the rhs of (5.6)
by a unitary transformation of {+;(¢)} is equivalent to seek an appropriate orbital
set {¢;(¢)} that satisfies A;;(t) = O for i # j. These orbitals {¢;(¢)} are nothing
but natural orbitals [65]. The diagonal elements in the 1RDM for natural orbitals
{¢;j(®)},n;(t) = Aj;(t), are called the occupation number of ¢; (¢). The expectation
value s(¢) of any one-body operator § is expressed as a sum of diagonal elements

s;(t) = (¢;(1)|8]¢; (1)) [60]:
No
s@) =) nj(0)s;(0) (5.10)
J

For instance, the expectation value of the field-induced dipole moment d satisfies
(5.10).

The elements {Ay,, (¢)} of (5.5) for the wave function (5.2) can be expressed by
using Cl-coefficients. The EOM for Ay, (¢) in the natural orbital representation we
derived is as follows [62—-64]:

dAgm i
S—t(t) = —%{ka(t) = Wi () + gk (1) [ni (1) — np (D1} (.11

where Wy, () is defined as [89, 90]
Wim (1) = Z RAGYAGIHAGYAG)

par (5.12)
(W (D)) (1)a] (a,(t)a, (0¥ (1)),

with the conventional two-electron integral (in atomic units)

[Vt |vrvrp] = /dxldxzw:(xowq(xl)vl — o ()Y, (x2).  (5.13)
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Let us start with the condition that v;(f)) = ¢;(#) at t = y. In order to satisfy
Apm(t) =0 fork #= m att > ty, we have to set g,,,x(¢) in (5.11) as

Wik (1) — Wi, (1)

() — () for m # k. (5.14)

gmk(t) =

The above constraint that Ay, () = 0 for k # m alone does not automatically
determine the values of the diagonal elements of the operator g. We here set the
diagonal elements to be g, () = 0. According to this condition of gz (¢) = 0, the
phases of {C;(¢)} and the global phases of {¢;(¢)} are consistently and uniquely
determined through (5.8) and the EOMs for {C;(¢)}. In [89], the EOMs for natural
SOs and their populations have been formulated by using the time-dependent density
matrix functional theory.

Substitution of (5.14) and g (f) = 0 into (5.8) yields the formal EOMs for the
natural SOs {¢y (1)} [62]

lhad)k;:, 1) _ [f—}— v]e(:ff(r’ l‘)] or(r, 1) (5.15)

where 7 is the kinetic energy operator of an electron. The one-body quantity v,fff(r, t)
is regarded as the orbital-dependent effective potential that determines the dynamics
of ¢ (¢) under multielectron interaction. We note that U,fff(r, t) consists of two inde-
pendent terms: the one-body interaction term v;(r, t) including r - () and the

two-body term vy 4 (r, t) as

No (r|Uyi (1) | (2
v,fff(r, t) =vi(r,t)+ Xj: %}W =v(r,t) +v(r, 1), (5.16)

where lA]kj (¢) represents the coupling between ¢ (¢) and ¢; (1)

N Wi (t) — WS (1) V..
Uy (1) = (l — (Skj)’;:(Tnjk(';) + 0(@) n];:((tt)) 5.17)

Multielectron (correlation) dynamics can be examined by separately tracking
the temporal change in v;(r, #) and that in v, +(r, ¢). The expectation value of
f+ v,‘;‘ff(r, t) over ¢ () may be designated as a real-valued effective orbital energy
er(t). In practice, we calculate the “instantaneous” (orthonormal) natural orbitals
{¢;(t)} attime ¢ from {v;(¢)} and {C,(¢)} obtained in MCTDHF simulation under the
condition of g (r) = ﬁ(t). v,fff(r, 1), as well as its components v (r, t) and vy ¢ (r, 1),
can be plotted as a function of r by inserting {¢;(t)} and the corresponding {C; (?)}
(different from {C;(¢)} obtained in the case of g(z) = fz(t)) into (5.16).
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5.3 Results and Discussion

We first present the numerical results of the ionization and HHG dynamics of a
CO molecule in an intense near-IR field (A = 760 nm) [62—-64]. In Sects. 5.3.1-
5.3.3, the characteristic features of the anisotropy in ionization and HHG of CO
and the effects of electron correlation are examined in detail on the basis of the TD
effective potentials for the 40 and 5o natural orbitals derived from the MCTDHF
framework. The shapes of effective potentials are discussed from the viewpoint as
to how electron correlation distinctly affects the electronic dynamics of CO. In the
numerical simulations for CO [62-64], 10 spatial orbitals 1o, 20, 30, 40, 2 X I,
50 HOMO, 2 x 2w LUMO (lowest unoccupied molecular orbital) and 60 are taken
into account. We then adopted a TD-CASSCF scheme for the time evolution of the
multiconfiguration expansion wavefunction [51]; the lower lying core SOs up to 40
were treated as occupied by one electron and the time evolution of the four core
orbitals obeys the EOMs derived for the core SOs. The high lying 6 SOs of 2 x 1,
50,2 x 2w, 60 were chosen as the active orbitals that constitute the complete active
space which accommodates the remaining 6 electrons. In this case, the expansion
length M is 400.

The polarization direction of the applied electric field e(¢) was assumed to be
parallel to the C—O axis. We adopted a two-cycle electric field e(¢) (the C—O axis
component of e(t)) of frequency of hiw = 0.06E;, = 1.64 eV (wavelength A =
760 nm, optical period T, = 2w / w = 2.53 1), where E}, is the Hartree. The carrier-
envelope phase (CEP) g is introduced as

) = f(t)cos(wt — @), (5.18)

where the envelope function f(¢) is given by f(t) = fsin® (nt / 2TC) with its
maximum value of fy = 0.0665 Ep/(eag) = 3.42 x 10'° Vm~! (the corresponding
light intensity Iy = 1.54 x 10'* W cm™2). () for ¢ = —0.57 is shown in Fig. 5.1a
and its sign is reversed when ¢ = 0.57.

Since the polarization direction is parallel to the molecular axis, cylindrical
symmetry is maintained; the cylindrical coordinates z and p are thus convenient
for the numerical grid point representation of spatial orbitals; z is chosen parallel
to the molecular axis. The nuclei C is placed at z = — 1.066 a and O is placed
at z = 1.066 ag (p = 0), where ay is the Bohr radius (the C—O difference fixed is
the equilibrium internuclear distance R, = 2.132 ag). The parameters necessary to
numerically represent MOs such as grid intervals are given in [62].
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Fig. 5.1 a Electric field profile e(¢) of the applied two-cycle pulse (5.18) of @ = 0.06E}, / h with
CEP of ¢ = —0.57(green broken line). The polarization direction is parallel to the C—O axis. The
field strength is maximized att = 1.97 fs as epax = 0.0578 Eyn/(eap) =2.97 x 10'9 Vvm~! and the
field strength at t = 1, = 2.03 fs is £(t) = 0.0572 Ep/(eap) = 2.94 x 10'9 Vm~!. The induced
dipole moment ds, (f) of the 5o natural orbital is superimposed (black solid line) and that at #; is
dsq (1) = 0.23eap. b Common logarithmic plot of the 5o natural orbital |¢s, (t = 0)| of CO. The
nuclei C and O are located at z = — 1.066a0 and z = 1.066ay, respectively. The logarithmic contour
interval is 1; for instance, the value of |¢s, (t = 0)] at the contour height of — 4 is 10~%ag=32. See
Sect. 5.3.3 and Fig. 5.4a for the hump ridge indicated by a dotted line. Adapted from Figs. 1 and 2
in [64] with permission from the publisher

5.3.1 Intense-Field-Induced Ionization and Induced Dipole
Moment of CO

The temporal change in induced dipole moments seves as an index to characterize
the overall electronic dynamics of a molecule. For the applied pulse (5.18) with
¢ = —0.5m, the induced dipole moment of the S0 HOMO natural SO ¢s,, (¢), denoted
by ds, (t), is plotted in Fig. 5.1a together with the time profile of (). The change
in ds, (t) is almost in proportion to £(¢) up to the end of the first optical cycle (up
to ~2.5 fs); the electronic response to &(¢) is quasi-adiabatic. One of the reasons for
this quasi-adiabatic feature is due to the fact that the energies of the excited singlet
states of CO are 8.5 eV above the ground state, which is much higher than one
photon energy of fiw = 1.64 eV [91]. In the adiabatic regime, the induced dipole
moment is represented by a function of the applied electric field €(¢), which is not
necessarily a linear function of €(¢). The electronic state can drastically alter in time
as the interaction with the applied field proceeds. In the second optical cycle, the
response to £(¢) becomes nonadiabatic: electrons go back and forth during a half



96 H. Kono et al.

optical cycle (excited bound states are involved if ds, (#) 7 0 when the field returns
to 0, i.e., when g(¢) = 0).

We found that ionization exclusively occurs from the 5o orbital when the laser
electric field points from the nucleus C to O, i.e., (¢) > 0 (for instance, at r ~ t| =
2.03 fs in Fig. 5.1a). The electric field then pushes electrons toward the side of z < 0
(from O to C). The ionization from 5S¢ was significantly reduced when e(¢) < 0.
A criterion as to how adiabatically or nonadiabatically ionization proceeds is given
by the Keldysh parameter y. For the pulse (5.18), y ~ 1.0. Recent theoretical and
experimental studies have indicated that for few-cycle laser pulses, tunneling remains
as the dominant mechanism in ionization even up to y ~ 3.0 [92]. We thus classify
the ionization process for the pulse (5.18) as tunnel ionization.

The ionization components from 4o and 17t are less than that of 5o [62], by orders
of magnitude. The anisotropic ionization of CO is thus attributed to the nature of
the 50 HOMO. The TOF fragment analyses of w + 2w experiments for CO [66—68]
have also indicated that the ionization rate takes the maximum when the electric field
&(t) points from C to O and takes the minimum when ¢(¢) is reversed. For the pulse
(5.18), the ionization rate estimated around the second peak of €(¢) (at t =~ 1)) is
five times larger for ¢ = —0.57 than for ¢ = 0.5z [62], which semiquantitatively
agrees with the experimentally observed anisotropy [66].

The absolute value of the 50 orbital amplitude, |¢s,(r = 0)|, is depicted in
Fig. 5.1b as a logarithmic contour map. In various studies [18, 68], the anisotropy
in near-IR induced ionization has been attributed to the feature that the 5o natural
orbital has a large lobe protruding from the C atom. In Sect. 5.3.3, we focus on the
crucial role of electron correlation in the anisotropic ionization in CO.

5.3.2 HHG Spectra of CO

We demonstrate in this subsection that HHG spectra S(wy) are affected by
anisotropic ionization, where wy is the frequency of HHG. The HHG spectrum
of a single molecule can be calculated from the Fourier transform . of the second
order time derivative of the expectation value d(7) of the dipole moment operator d,
i.e., the dipole acceleration d(¢):

S(wn) = )ﬁ[ii(z)]‘z (5.19)

The dipole moment d(¢) in the natural orbital representation is expressed from
(5.10) as

No
A =Y n;0(g;0]d|g; o) (5.20)

J
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The induced dipole moment such as ds,(f) is given by
dse (1) =(¢s0 (Dd|pss (1)) — (P50 (0)|d]¢s5(0)). See ds, (1) in Fig. 5.1a.

The HHG spectrum can be decomposed into different paths associated with
respective natural orbitals by using the following expression [62]:

NO NO

dt) ~ Y Y m()(g; 0] dige ()i (1) | 6;0)) (5.21)
J ok

where the overlap (¢1< (1) ] o (O)) denotes the transition from the initial orbital
|¢ i (0)) to the intermediate orbital |¢(¢)) driven by an applied field. This process
is designated by the notation k, < j,—o. The orbital ¢, (¢) is allowed to include
continuum components that may return to the ion core of the molecule. The transi-
tion matrix (qb j (O)| d |k (1)) represents the HHG upon electron recombination from
the continuum component of |¢,(¢)) back to the initial orbital |¢ I (O)). This optical
process is designated by j, o < k;. Each HHG process is weighted by the occupa-
tion numbers {n;(¢)} of intermediate orbitals. A whole optical path in HHG can be
denoted as j, — o < k; < j; =0, which represents the HHG process that starts from
Ji=o0 to j—o through k,. Each path is thus denoted by a combination of the initial,
intermediate and final natural orbitals. For instance, the path 50,29 < 50, <= 50, -
through ¢s, (¢) is denoted as the 5o diagonal path. (5.21) can thus be interpreted as
an extended formula for the three-step model [93, 94].

The HHG spectra S(wy) of CO for the pulses (5.18) with ¢ = F0.5m, are
presented in Fig. 5.2. As shown in Fig. 5.2a for ¢ = —0.57, S(wy) of the 5o
diagonal path is much higher than that of the 40 diagonal path, especially in the
range of wy < 9w. In the following, we omit “diagonal”. The cutoff energy [93] of
HHG is &~ 21 hw for 5o. The 50 path in this range originates from the continuum
component born in the 5o orbital around ¢ = ¢, of which the HHG is generated
around ¢ = t, & 3 fs. The continuum component from 5o born at the third peak of
e(t) (< 0att = 1) is relatively small because of the anisotropic ionization of CO.
Shown in Fig. 5.2b are the HHG spectra for ¢ = 0.57. In this case, the HHG of the
50 path, which stems from the electron released at t ~ 1, (¢(¢;) > 0), is suppressed
in comparison with the S50 HHG for ¢ = —0.57. This is because the fourth peak of
|e(t)| is weaker than the third peak att = t,, whereas e(#;) & |e(f;)| for ¢ = —0.57.
In either case of ¢ = £0.57, the HHG of the 5o path is generated by an electron
freed from the 5o orbital when £(¢) > 0.

For the 40 path, the opposite trend is observed as shown in Fig. 5.2. For this path,
the Sth order peak for ¢ = —0.57 results from ionization at ¢t =~ f, and the 8th
order peak for ¢ = 0.5 results from ionization at ¢ ~ ¢;. Both peaks arise from
the continuum component generated in the 40 orbital when £(¢) < 0. For ¢ = 0.57,
prominent in the HHG of the 40 path is the 8th order peak, which is much higher
than the 8th order peak of the 5o path. In addition to the 40 and 5o paths, the 1wt
path also exists; its HHG intensity is comparable to those of the 40 and 5o paths,
though the 17 path is not the highest among all paths [62]. The HHG intensities of
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Fig. 5.2 High-harmonic spectra of the 40 (blue broken lines) and 50 (red solid lines) diagonal
paths of CO for the pulses (5.18) with different CEPs: a ¢ = —0.57 and b ¢ = 0.57. The thin solid
line denotes the total intensity S(wy) of HHG. The applied pulse for (a) ¢ = —0.57 is shown in
Fig. 5.1a. The highest peaks of the 40 and 5o paths in the two CEP cases are denoted by an asterisk
“*”_ Adapted from Fig. 3 in [64] with permission from the publisher

off-diagonal paths such as 46,9 < 50, < 40,2 are not drawn in Fig. 5.2, which are
much weaker than the intensities of the dominant diagonal paths such as the 40 and
50 paths.

5.3.3 Effective Potentials for Natural Orbitals of CO

In this subsection, the mechanism of anisotropic near-IR induced ionization and
multielectron (correlated) dynamics of CO are investigated by the use of the TD
effective potentials of natural orbitals defined by (5.16). One can reveal the intrinsic
multielectron nature in ionization dynamics by tracing the temporal change in the
effective potential of each natural orbital. Plotted in Fig. 5.3 are 1-dimenisional cuts
of 5o effective potentials vggf(t) =v1(t) + v2,5,(t) at t = t; for the pulse (5.18) with
¢ = F0.57. In this figure, the effective potential is shown as a function of z while p is
fixed at 0.755a,. Around this value of p, the electron density integrated over z takes a
maximum. Figure 5.3a and b display the effective potentials for ¢ = —0.57 obtained
by TDHF and TD-CASSCEF, respectively; Fig. 5.3c display those for ¢ = 0.57
obtained by TD-CASSCF.
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Fig. 5.3 1D cuts of 5o effective potentials veff(t) =v1(t) + v2,5, (t) at t = t; ~ 2 fs for the pulses
(5.18) with ¢ = F0.57: a TDHF result for ¢ = —0.57, b TD-CASSCF (M = 400) for ¢ = —0.57
and ¢ TD-CASSCEF for ¢ = 0.57. Four kinds of potential, of which the definitions are designated
in panels, are plotted and each potential is drawn parallel to the z-axis at the fixed value of p =
0.755ag. v1(¢) is the one-body part in ven (t) and v2 54 (¢) is the two-body part. The green horizontal

dotted line denotes the effective orbital energy &5, (1) . Adapted from Fig. 4 in [64] with permission
from the publisher

For ¢ = —0.57, e(t) at t ~ t; points from C to O. The change in the one-body
part vy (¢) is governed by the dipole interaction, i.e., vi(#) = v;(0) + z&(¢); thus,
v1(¢) + v25,(0) linearly slants, as shown in Fig. 5.3a and b. The change in the
two-body part vy 5. (¢) differs between the two methods TDHF (M = 1) and TD-
CASSCEF. The effective potential v; (0) 4 v 5, (1) for TD-CASSCF exhibits a hump
structure around z = — 3ag, while v; (0) 4 v, s, (¢;) for TDHF monotonically rises as
z — —0o0. As aresult, the total one veff(tl) =v; (1) + V2,55 (¢1) shown in Fig. 5.3b has
a thin hump barrier amenable to tunneling on the top of the field-induced distorted
barrier of vy (#;) + vy, 55 (0).

The tunnel barrier is formed far away from the nuclei when the phase of &(¢) is
reversed at ¢ ~ t,, which explains suppressed tunnel ionization when ¢(¢) < 0 [62].
This feature is clearly demonstrated by effective potentials for ¢ = 0.5 shown in
Fig. 5.3c. In the case of ¢(#;) < 0, the field pushes electrons toward the direction
from C to O. The two-body part v;(0) + vy, 5, (f1) monotonically increases up to the
point of z & 14a(. Consequently, the tunnel barrier of veﬁ(tl) appears at z & 14 ap. It
should be noted in Fig. 5.3c that v () > vE(0) up to z ~ 8ay, albeit the presence
of the applied electric field of e(#;) < 0.

The above features of vET(r) well explain the directional anisotropy of tunnel
ionization of CO. Since hump formation cannot be described by the mean field
approximation in TDHF, as shown in Fig. 5.3a,we conclude that the origin of the
hump is correlated electron motion. The ionization probability obtained by TDHF
is less than 1/20 of the TD-CASSCEF value [62], as expected from the comparison
between Fig. 5.3a and b.
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Figure 5.4a and b depict the TD-CASSCEF effective potentials of veff(tl) and
vZf,f(tl) for ¢ = —0.57 as functions of z and p. As indicated in Fig. 5.4a, the hump
barrier around z = — 3 ag of veff(t) lowers with increasing p. The difference in
total electron density between ¢=¢; and =0, shown in Fig. 5.4c, is locally peaked
near the point (z, p) =(—3ay, 0), because electrons mostly move and swarm along the
C-0 axis when the polarization direction is parallel to it. This peak area in the electron
density is regarded as an exit zone of ionization (an ionization exit with a crowd of
electrons). The effective potential v; (0) + v, 5, (#1) or veff(tl) has thus a hump at the
same ionization exit, ascribed to electron—electron repulsion or interactions between
orbitals. The ridge of the hump in vg’g(tl) is drawn by a broken line in Fig. 5.4a. The
ridge elevates as () > 0 increases and incises the lobe of ¢s, (7) (see Fig. 5.1b),
which accelerates the ionization from ¢s, (¢) in the area outside the ridge (z < —
3ao).

As shown in Fig. 5.4b, v§(r) has a high barrier generated from the change in
V2, 40 (), which is ascribed to the electron—electron interaction with a So electron on
route to ionization. The high barrier formed at a radius of ~7ag (z < 0) from the
nuclei drastically suppresses the ionization of a 4o electron that contributes to HHG
(see Fig. 5.2a). On the other hand, for ¢ = 0.57, ¢(#;) < 0; then, veff(tl) is nearly
flat in the range of 2 ap < z < 8 ay. A barrier formed is far away (z > 10 ag) from the
nuclei [62]. As a result, the electron released has wider space for quiver motion or
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Fig. 5.4 2D plots of a vEff(t) and b ve“(t) effective potentials at t = f| = 2 fs for the pulse (5.18)
withp = —0.57; ¢ Contour map of the difference in total electron density between t = ¢; and t =
0. The contours lines are drawn at height intervals of 0.1FE}, in (a) and 2E}, in (b). The dotted line in
(a) indicates the ridgeline of the hump in veff(t) The contour lines in (¢) are drawn at intervals of
0.001 “0 . The region where the electron density increases is designated by the plus symbol “+
while the decrease is designated by *“ —”. The hump ridge in (a) is superimposed on the contour
plot (¢) as a dotted line. Adapted from Figs. 6 and 7 in [64] with permission from the publisher
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rescattering. This is the reason why the HHG of the 4o path is enhanced for ¢=0.57,
especially with respect to the 8th harmonic, as shown in Fig. 5.2b.

The one-body part v, (¢) is simply equal to v; (0) 4+ z&(¢). The crucial point of the
effective potential v (¢) resides in how field-induced electron—electron interaction
affects the two-body part v, (). As shown in Fig. 5.3b, v;(0)4v, 5, (#;) exhibits a
distinct feature, i.e., a hump near z = — 3ag, which is missing in the effective
potential v; (0)4v, 5, (0) in the absence of the applied field. The hump height from
the asymptotic value of v;(0)4-v2 s, (f;) at z = —oo to the barrier top, denoted
by Avs, s4(t1), is ~0.50E}. The induced dipole moment ds, (t;) is 0.23eay, as read
in Fig. 5.1a. In the first optical cycle, the response to £(¢) is nearly adiabatic. We
confirmed that in the time domain around ¢ = #;, Av;, 5, (¢) increases with increasing
ds, (t). The decay profile of the hump as a function of z (<0) is however not reproduced
by simply introducing the interaction associated with field-induced polarization,
Vit = dsq (t) /(20 — z)2 [23], where zj is the position of the point dipole. Global
quantities such as induced dipole moments are insufficient to quantify the origin of
the hump. The local structure of the electron distribution should be considered in
detail, as discussed in the following paragraph.

The change in field-induced electron—electron interaction dominates the induced
dipole moment, which is quantified by the change in total electron density P (z, p; t).
The difference P(z, p;t)—P(z, p;0) in TD-CASSCF total electron density is
depicted in Fig. 5.4c as a contour map. The major change in electron density is
a complicate vertical quadrupole form. The increase in electron density around
(z, p) = (—3ay, 0) is found to be in the region of the hump formation in Fig. 5.4a.
To conclude, the hump formation in v; (0)+v2, 5 (#1) is due to the penetration of an
electron into the potential barrier caused by a field-induced local buildup in electron
density. This newly emerging barrier, i.e., hump, plays a role as the tunnel ionization
exit in the presence of electron correlation. For TDHF, the area where the electron
density ascends is broad and obscure in comparison with the TD-CASSCEF case,
which is consistent with the fact that no hump structure emerges in Fig. 5.3a.

5.3.4 A Hump Structure in the HOMO Effective Potential
of LiH

We present in this subsection the results of simulation for LiH interacting with an
intense near-IR pulse in order to demonstrate that the emergence of hump structures
is universal. We used three spatial orbitals for the expansion of the MCTDHF wave-
function W (¢) as active orbitals: 1o, 206 HOMO and 3c. The Li and H nuclei are
placed at z = —1.5a9 and 1.5ay (= the equilibrium internuclear distance 3.02ay),
respectively. See the inset of Fig. 5.5.

The applied laser field () is set to be parallel to the molecular axis. Here, we
employed the same two-cycle shape of £(¢) as in (5.18). The CEP was chosen as
¢ = —0.57 but w and f, are different from those in (5.18): w = 0.03Eh/h A=



102 H. Kono et al.

0.008

0.004

(=

p (ao)

-0.004

-0.008

z (ap)

Fig. 5.5 Difference in total electron density between the two time points t = 4.05 fs and ¢ = O for
LiH interacting with the two-cycle pulse of A = 1520 nm (e(¢) > 0 at t = 4.05 fs). The contour
lines are drawn at intervals of 0.001a, 3 The hump ridgeline in the effective potential v%f,f(t) of the

20 HOMO is superimposed on the density difference as a dotted line. The inset is a contour map of
the 20 natural orbital |¢ 25 (f = 0)| (at intervals of 0.05a,, 3/ 2). The node of the 20 orbital is drawn

by a broken line in the inset. Adopted from Fig. 12 in [64] with permission from the publisher

1520 nm) and fy = 0.02E}, /(eap) = 1.03 x 10'° Vm~! (light intensity Iy = 1.40 x
103 Wem™2). The pulse length is thus doubled as 2(27/w) = 10.12 fs.

When ¢(#) reaches the positive peak in the second half cycle (r = 4.05 fs), e(¢) =
0.0172 En/(eap) = 8.84 x 10° Vm™!; the electron then receives a force toward the
negative z direction. At ¢t ~ 4 fs, a hump structure appears in v; (0) + vy, 2, (¢), which
has a negative hole in the centre of (z, p) =~ (—1.5ay, 0). The external ridge of this
caldera-like hump structure is indicated by a semicircle dotted line in Fig. 5.5, where
the difference in total electron density between the two time points ¢ = 4.05 fs and ¢
= 0 is drawn by a contour plot. The hump ride agrees with the node of the 2o orbital
at ¢t = 0 illustrated in the inset of Fig. 5.5.

The hump in the HOMO effective potential of LiH also plays a decisive role in the
ionization process, as explained below. The inset of Fig. 5.5 shows that the electron
density of the 20 orbital in the absence of the applied field (at + = 0) is larger in
the H atom side than in the Li atom side. The electron cloud around Li spreads only
in a limited area of —2.5a¢ < z < —1lay. When a field is applied and (¢) > O, the
electron cloud is subject to a force in the negative z direction. This motion toward
the negative z direction is however blocked by the external ridge which encircles the
buildup in total electron density around the point (z, p) =(—1.5ap, 0), as shown in
Fig. 5.5. The ridge does not emerge in the case of TDHF, reinforcing our conclusion
that this ridge structure is due to electron correlation.

Electron density is thrusted into the Li atom region when &(¢) > 0, of which
component is mostly retained near Li during the next half optical cycle; i.e., the
electronic response to the applied field is no longer adiabatic, i.e., nonadiabatic [61]
(the energy of the first excited state is as low as ~3.3 eV [95]). When ¢(¢) reaches a
negative peak at t & 6 fs, part of this component is liberated from the H side toward
the positive z direction. This type of two-step nonadiabatic ionization has been found
in the intense field ionization of HJ, which is widely known as charge-resonance



5 Effects of Electron Correlation on the Intense Field Ionization ... 103

enhanced ionization [11, 96, 97]. In this two-step mechanism, ionization proceeds
from the ascending well (the Li potential well when e(¢) < 0) of which the energy
level is higher than the other descending well (the H potential well) because of the
dipole interaction energy ze(t). This type of ionization mechanism may be called
“asymmetric charge-resonance enhanced ionization”. The ionization probability for
¢ = 0.57 is reduced to ~1/3 in comparison with the ¢ = —0.57 case.

5.4 Conclusions

We analyzed the multielectron dynamics of CO and LiH molecules in near-IR fields
on the basis of the TD effective potential approach proposed in [62—64]. Within the
framework of the MCTDHF method, the effective potentials { vjff(t)} are defined
as one-electron potentials that determine the temporal evolution of natural orbitals
{9;(®)} :v?ﬂ(t) = v((t) + vy, ; (¢), where v (¢) is the one-body interaction including
that with the applied laser field £(¢) and v, ;(¢) represents an effective two-body
electron—electron interaction for a single electron.

The TD multiconfiguration expansion wave functions W (¢) for CO in intense
near-IR fields were calculated by the TD-CASSCF method and the TD effective
potentials as a function of a single-electron spatial coordinate r were then obtained
from the natural orbitals and corresponding CI expansion coefficients of W (z). The
mechanism of the anisotropic ionization of CO in an intense two-cycle pulse of
A =760 nm was investigated by monitoring the temporal change in vgg(t) for the
50 HOMO. Two-body interaction can dramatically change the shape of the tunnel
barrier in the 5o effective potential, whereas the one-body potential v;(¢) is simply
slanted by the electric dipole interaction. When the electric field points from C to
O (e(t) > 0), a hump, which is due to field-induced electron—electron interaction,
appears distinctly in v, (0) + v, 5, (#). A hump emerges in vgff(t) near the nucleus C,
~2 ay away outside from C along the coordinate z parallel to the molecular axis, where
the total electron density is locally increased by the applied field. The formation of
the hump, which does not appear in the results obtained in the TDHF calculations, is
attributed to the electron correlation in dynamics. In conclusion, the hump formation
in v1 (0)4v7, 5, (1) reflects the event that an electron penetrates through the potential
barrier due a field-induced local rise of electron density. The height of the hump in
v1(0) 42, 55 (¢) is nearly proportional to the induced dipole moment ¢ 5, (¢). We have
confirmed that this feature holds irrespective of whether the response is adiabatic or
nonadiabatic (e.g., this is the case for A = 380 nm nonadiabatic excitation [62]).

As the field strength increases (¢(¢) > 0), the hump formed ascends in the region (z
< 0) where the lobe of ¢ 5, () spreads out extensively around the nucleus C. Electron
density is then transferred from the interior to the exterior region outside the hump
ridge (which is the border between the interior and exterior regions), and ionization
proceeds together with a component already residing in the exterior region. When
the sign of ¢(¢) is reversed, ionization is relatively suppressed, because the tunnel
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barrier is then located far away (~14ag) from the O atom. This is the mechanism we
proposed for the anisotropic ionization of CO.

The difference in ionization probability among few-cycle pulses with different
CEPs can induce orientation-selective molecular ionization in an aligned molec-
ular ensemble such as a mixed ensemble of C-O and O-C orientations. Orientation-
selective molecular ionization can be experimentally observed even for a randomly
oriented (unaligned) molecular ensemble as discussed in [62]. Experimental condi-
tions similar to the present simulation could be realized by generating asymmetric
fields with w + 2w [66—68] or w + 2w + 3w [98] phase-controlled laser pulses.

We have also investigated the ionization of LiH by an intense pulse of . = 1520 nm.
The effective potential for the 20 HOMO obtained by the MCTDHF method exhibits
a unique caldera-like hump structure. This hump hinders the ionizing current from
the Li atom side when the electric field points from Li to H and the component
retained near Li is liberated a half cycle later from the H atom side. This ionization
mechanism may be called “asymmetric charge-resonance enhanced ionization”. In
contrast, the ionization of CO is direct; part of the HOMO electron density already
resides in the negative z side of the hump ridge before ionization, as demonstrated
in Fig. 5.1b.

Correlation between ionization and HHG can be well understood by tracing the
temporal change in effective potentials. We revealed for CO that the suppression of 5o
ionization is associated with the enhancement of 40 HHG, which can be experimen-
tally confirmed by combining orientation experiments of CO with two-cycle near-IR
pulses of different CEPs [69]. If both the orientation-dependent ionization and HHG
induced by phase-controlled @ + 2w pulses are simultaneously detected, measuring
the phase-dependent behaviour would clarify the correlation between orientation-
dependent molecular ionization and enhancement/suppression of the orbital-specific
HHG. It is challenging to extract the information of two-body parts {v, ;(¢)} from
experimental observables such as the phase-dependent yields and release-direction
propensities of fragment ions.

Directional asymmetry was also experimentally observed in the photoelectron
momentum distribution of CO [66, 99]. More than half of photoelectrons were finally
detected in the same direction of O* for the asymmetric w + 2w field with the
zero relative phase difference. This “counterintuitive” feature was explained by a
Coulomb-corrected tunnel ionization model in which an electron initially ejected
from the C atom side is more strongly pulled back to the ion core by its Coulomb
attractive force [100]. The numerical solution of the TD-Schrédinger equation for a
1D [100] or 3D [66, 99] hydrogen atom qualitatively reproduced the counterintuitive
feature. It is of great interest to investigate how various hump structures in effective
potentials affect the timing of tunnel ionization and eventually the photoelectron
energies or momenta on the basis of the MCTDHF wavefunction in the natural spin
orbital representation, though MCTDHEF calculation of the photoelectron spectra in
near-IR induced ionization is still computationally demanding [101].

In 1951, Slater derived an averaged potential field, regarded as a single (orbital-
independent) effective potential for electrons, from the Hartree—Fock equation [102]
by approximately treating the non-local exchange potential as a local potential. This



5 Effects of Electron Correlation on the Intense Field Ionization ... 105

intuitive treatment by Slater, which became germination of modern density func-
tional theory developed by Hohenberg, Sham, and Kohn [103, 104], has been soon
mathematically rationalized by Sharp and Horton [105] as an optimized effective
potential method. Slater has also provided an effective potential for an electronic
ground state wave function in the form of a multiconfiguration expansion [106].
The present approach introduced in this review is considered in line with a time-
dependent extension of Slater’s idea. Recently, Kato and Yamanouchi have derived a
time-dependent effective potential for electrons, which is formulated as a target to be
optimized in the framework of multiconfiguration expansion [107]. Further develop-
ment of various effective potential approaches is indispensable to grasp the physics
behind multielectron correlation dynamics and to exploit practical single-electron
theories for multielectron dynamics.
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Chapter 6 ®)
Ultrafast Magnetic Field Generation oo
in Molecular -Orbital Resonance

by Circularly Polarized Laser Pulses

Kai-Jun Yuan, Jing Guo, and André D. Bandrauk

Abstract Optically induced magnetic fields,from the femtosecond nuclear to
attosecond electron time scales are shown to be produced by intense ultrashort laser
pulses due to highly nonlinear nonperturbative optical response. The light-matter
interaction results in coherent electron currents, giving rise to magnetic field gen-
eration. Schemes with bichromatic high-frequency co-rotating and counter-rotating
circularly polarized UV light pulses are used to produce the spatial and temporal
evolution of the generated magnetic field. The one-electron molecular ion H;’ asa
benchmark model is used to describe the ultrafast photophysics process. Under the
condition of molecular resonance excitation, results obtained from ab-inito simula-
tions show a strong dependence on the molecular alignment. In bicircular polarization
processes, the interference effects between multiple resonant excitations modulate
the evolution of the generated magnetic field, thus leading to pulse relative phase
dependence. It is found that the modulation of generated magnetic fields is depen-
dent on the pulse frequency and helicity combination. Molecular resonant excitation
induces coherent ring electron currents, resulting in suppression of the phase depen-
dence. Pulse helicity effects illustrate laser induced electron dynamics in bichromatic
circular polarization processes. These highly nonlinear phenomena are described
by attosecond ionisation and coherent electron current models. The results offer a
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guiding principle for generating ultrafast magnetic fields and for studying coherent
electron dynamics in complex molecular systems.

6.1 Introduction

Advances in synthesizing ultrashort intense pulses [1, 2] allow one to visualize and
control electrons on the their natural attosecond (1 as = 10~!8 ) time scale and
sub-nanometer dimension in photophysical processes [3—6]. Currently, 43 as pulses
are the shortest available pulses for new ultrafast optical imaging [7]. Magnetic fields
have also been adopted as a tool for investigations of new phenomena in molecular
and material sciences, including molecular paramagnetic bonding [8], nonequilib-
rium electronic processes [9], demagnetization processes [10], coherent ultrafast
magnetism [11], and optical magnetic recording [12]. These magnetization phenom-
ena are currently studied with femtosecond circular-polarization x-ray sources due to
their nanometer resolution and ultra-rapid response shorter than physical relaxation
times [13-16].

Laser induced electronic ring currents have been proposed to generate strong
magnetic fields in atomic and molecular systems [17-22]. By creating unidirectional
constant valence-type electronic currents in molecules with circularly polarized
UV laser pulses, static magnetic fields [17-19] can be efficiently generated by means
of resonant with degenerate 7 orbitals. These laser induced magnetic fields are much
larger than those obtained by traditional static field methods [23]. It has been found
that the generated magnetic field from electronic rings in atomic orbitals is strongly
dependent on the quantum numbers and the nuclear charge [18]. The strategy thus
allows to produce strong magnetic fields by controlling the orbital angular momen-
tum in atoms and molecules. In these previous studies, coherent rotational electronic
states are prepared resonantly, and lead to ring electronic currents and static magnetic
fields. One also finds that ring electronic currents are dependent on the symmetry
of the molecular orbitals, i.e., the helicity of the driving circularly polarized pulses
[24], which can be used to reconstruct attosecond charge migration [25-28]. Lin-
early polarized laser pulses can also induce excited ring currents by controlling the
rotation direction of 7 electrons in planar/nonplanar aromatic molecules [29-32].
Spinning continuum electrons can be generated locally on sub-nanometer molecular
dimensional scales [33, 34]. As a result, time-dependent circular coherent electron
wave packets (CEWPs) and currents are created in the continuum, which are the
source of intense time-dependent internal magnetic fields generated on attosecond
time scales. The optically induced attosecond magnetic field has been shown to be a
function of the pulse intensity, wavelength, duration, and so on [35-38], thus offering
new tools for control of ultrafast optical magnetism generation [39—41].

Coherent resonant excitation is an important process in photochemical reactions.
We review attosecond magnetic field generation and electron currents under molec-
ular resonant excitation in attosecond circular polarization processes. Results are
performed on the aligned molecular ion H;“ at equilibrium by numerically solv-
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ing the corresponding three-dimensional (3D) time-dependent Schrodinger equation
(TDSE). A coherent superposition of the ground o, and excited m, electronic states
gives rise to time-dependent electronic ring currents inside molecules and oscillating
magnetic field pulse generation in real time on the attosecond scale. Such ultrafast
intramolecular electronic currents are controlled by the symmetry of the molecular
orbitals. The orbital properties of molecules are thus the knob for controlling ultra-
fast magnetic field generation. In bichromatic circularly polarized laser fields, the
interference effect between multiple pathway excitation-ionization processes influ-
ences the magnetic fields. These results allow to control ultrafast magnetic fields
and reconstruct molecular attosecond charge migration dynamics. Since molecular
vibrational and rotational effects on the femtosecond (1 fs = 10> s) and picosecond
(1 ps = 107'2 s) time scales, the fixed nuclei simulations are valid to describe these
ultrafast magnetic field generation processes on the attosecond time scale.

The chapter is organized as follows: We first introduce laser induced electron
currents in molecular coherent o, — m, resonant excitation processes in Sect. 6.2.
Results of ultrafast magnetic fields by intense circularly polarized attosecond XUV
laser pulses are presented and discussed in Sect. 6.3. In Sect. 6.4 we show optically
induced magnetic fields by bichromatic circularly polarized laser pulses. Pulse helic-
ity and phase dependence effects are analyzed. Finally we summarize our findings
in Sect. 6.5. Throughout this paper, atomic units (a.u.) which are defined by setting
k= e? =m, = 1, are used unless otherwise stated.

6.2 Molecular Coherent 0, — m, Resonant Excitation

We use the single electron molecular ion Hj at equilibrium as a benchmark model,
which can be fully studied [42], to present coherent excitation by an intense laser
pulse at frequency w. Two processes are compared with different molecular align-
ments: the molecular internuclear axis parallel and perpendicular to the laser prop-
agation direction, as illustrated in Fig. 6.1. The circularly polarized laser pulse E(¢)
propagates along the z axis with its field polarization direction in the (x, y) plane,
(6.18).

In a resonant excitation by an ultrafast w pulse, a coherent superposition of the
two electronic states with energy difference AE = E, — E, = w, where E,, is the
eigenenergy of the ground/excited electronic state, is created. The wavefunction of
the coherent superposition state within fixed nuclei approximation can be expressed
as

Ye(r, 1) = cg (DY ()e™ 5 e ()P (r)e™ 5, (6.1)

where ./ (r) is the eigenfunction of the electronic state, and c,/.(¢) is the corre-
sponding occupation coefficient. The corresponding time dependent coherent elec-
tron density distributions are described by,



112 K.-J. Yuan et al.

D@, 1) = [Ye(x, D = Dy (v, 1) + Do(x, 1) + Dig ) (X, 1)
= g Yo (X)* + lce (O P (r)[*
g (1) ce ()Y (D) (r)e A + cc.. 6.2)

After the resonant w, pulse, the coefficients ¢, (¢) and ¢, (¢) are constant. Then density
distributions Z,(r, 1) = |c, (1) ¥ (r)|* and Z,(r, 1) = |c2(t)}.(r)|* are time inde-
pendent, arising separately from the ground v, (r) and excited . (r) electronic
states. The superposition term %, .)(r, t) oscillates with time ¢. The evolution of
the coherent electron wavepackets with time depends on the molecular structure and
orbitals [43, 44]. The period of the electron motion is 2w /A E on the attosecond time
scale. Therefore, exploring ultrafast charge migration dynamical processes requires
demanding spatiotemporal resolutions [45, 46].

Figure 6.2 shows results of density distributions of coherent electron wave packets
in (6.1) at different molecular alignments illustrated in Fig. 6.1, obtained by solving
TDSE:s in (6.17). Here we use the laser field in the form

E(t) = Ef(t)[é, cos(wt) + &é, sin(wt)]

where f(t) = sin?(;rt/nt) is the pulse envelope and T = 277 /w is the laser period. A
righthanded (¢ = 1) circularly polarized 70 nm UV pulse at intensity / = 3.5 x 10'4
W/cm? (E = 0.1 a.u.) and duration n = 5 cycles (580 as full width at half maximum,
FWHM) is used to excite the molecule H . One sees that the time resolved electron
density distributions are sensitive to the molecular alignments, Fig. 6.2a versus Fig.
6.2b.

For the around-axis case, i.e., R || z, the excited-state orbital in cylindrical coor-
dinates can be given by,

Fig. 6.1 Illustration of ultrafast magnetic field generation by circularly polarized UV laser pulses
with their field vectors polarized in the (x = pcos6, y = psin ) plane, propagating along the z
axis. Laser induced electron currents j (x, y) evolve in the laser polarization plane and the generated
magnetic field B; is along the z axis. Two cases with different molecular alignments, the molecular
internuclear axis parallel and perpendicular to the laser propagation z directioni.e.,a R || z, around
axis, and b R L z, in plane, are compared
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density distributions % (x,v.2 = 0.r)

@) Rz

widay * * x(a.u)

Fig. 6.2 a, b Density distributions Z(x, y, z = 0, 1) of coherent electron wave packets at different
moments of the molecular ion Hg’ at equilibrium R, = 2 a.u. after the excitation by a A = 70 nm
circularly polarized pulse E(¢) with its field vector polarized in the (x, y) plane. The pulse intensity
and duration are fixed at I = 3.5 x 10 W/em? (E = 0.1 a.u.) and 5 cycles (580 as FWHM).
Two cases of the molecule alignment are shown, a with the molecular R axis parallel to z (laser
propagation direction) and b with the molecular R-axis perpendicular to the laser propagation
direction with R along the x axis, c.f. Fig. 6.1. The circles and arrows in (a) indicate rotation of
density whereas in (b) the arrows correspond to direct perpendicular electron transfer due to the
perpendicular Ey field component of a circular pulse. The vertical axis in each panel is the y-axis,
Arbitrary units of distributions are used

Ve =Yg +iy) = (x, e,

where m = %1 is the magnetic quantum number which depends on the helicity &
of the driving pulse. The electronic density distributions are localized around the
molecular axis. The coherent superposition term of the electron density distribution
gives

DYy, o (. 1) ~ c(D)ce OV (D) () cos(AEL + mb). (6.3)

Therefore, varying the time leads to a rotation of the electron density distribution
around the axis with anticlockwise (m = 1) or clockwise (m = —1). The oscillation
periodis At® = 27 /AE =231 as, and the maximum occurs at cos(AEt + m6) =
1,ie., AEt +m6 = 2nm. The numerical results in Fig. 6.2a are in agreement with
the predictions

Forthein-plane case, i.e., R L z,aperpendicular y (to the molecular axis) resonant
excitation is dominant. The corresponding electron wavefunction of the coherent
excited state is then given by [47]
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Yo (r) = =il (1) — ¥, (O1/V2 = ¥ (1), (6.4)

where ¥ (r) = [¥Z(r) & ¥ (r)]/+/2. The corresponding time-dependent electron
density distribution of the interference term reads as

Dt (@, 1) ~ (DT ()Y (NP5 (r) cos(AET) sin(p), (6.5)

where [ (r)|? = [|[¥2(r)]® + [ (r)[]/2 and ¥Z(r) and ¥ (r) are the degenerate
real orbitals and 7 is the phase of the excited electronic state, dependent on the
helicity £ of the w; pulse. This excitation is similar to a linear y polarization process.
The coherent electron wave packets evolve along the perpendicular y direction,
as displayed in Fig. 6.2b. The period of the coherent electron wave packet is also
2 /AE = 231 as.

6.3 Magnetic Field Generation in Resonant Excitation
Processes

We consider the processes of ultrafast magnetic field generation under the o, — 7,
resonant excitation in the molecule H;r at equilibrium by a right handed (&) circularly
polarized laser pulse [48]. The molecule is aligned along the z axis, R || z and the
x axis, R L z. Figure 6.3 shows results of induced magnetic fields at the nuclear
centers r = £R/2 and the molecular center r = 0 by a A = 70 nm (v = 0.65 a.u.)
circularly polarized laser pulse in (6.18). The pulse intensity I = 3.5 x 10'* W/cm?
(E = 0.1 a.u.) and duration 5 oc ( 1 oc= 27 /w, optical cycles), corresponding to
580 as FWHM are used.

From [48] (inits Fig. 6.3) one sees that periodical oscillations of magnetic fields are
generated for both alignments. For the case of R || z, Fig. 6.3a, the same magnetic
fields are produced at two nuclei, B,(r = —R/2,t) = B,(r = +R/2,t) with the
maximum value 0.61 T. The magnetic field at the molecular center B,(r = 0, ¢) is
slightly larger than those at the nuclei £R/2. However, for the case of R L z, Fig.
6.3b, the generated magnetic field B, (r, ¢) is strongly dependent on the measurement
position r. It is found that the time-dependent magnetic fields at the nucleir = +R/2
oscillate periodically with opposite phases, B,(r = —R/2,¢) & —B,(r = +R/2, 1)
with maximum field strength 0.83 T. At the molecular center the induced magnetic
field B,(R = 0, t) is suppressed where the maximum field is 0.3 T. The dependence
of induced magnetic fields on the molecular alignment indicates the different orbital
combinations and evolutions of the coherent electronic wave packets.

In the oy — m, resonant excitation process, the induced electron currents in
molecules can be described by the electronic angular continuity equation [24, 25]

d o .
2w+ 2 js() =0. (6.6)
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Fig. 6.3 Evolutions of generated magnetic fields B;(x, y,z = 0, ) at different moments of the
molecular ion H;r at equilibrium R, = 2 a.u. after the A = 70 nm and 5 oc circularly polarized
pulse E(¢) with its field vector polarized in the (x, y) plane. Two cases of the molecule aligned
along the (top row, a) z and (bottom row, b) x axes, i.e., parallel and perpendicular to the laser
propagation direction, R || z and R L z; c.f. Fig. 6.1. Arbitrary units of distributions are used

For the perpendicular polarization case of R || z, Fig. 6.1a, the angular electron
currents in (6.6) can be expressed as (m = 1)

jél,l =% (p, z) cos(AEt — 0), (6.7)

where € (p, z) = —2|ceg(t)c.(t)|¥e(p, )V.(p, 2)AE. As predicted in (6.2) and
(6.7), both Z(t) and j0” (#) depend on the traiangular function of AEt and 6, show-
ing the maxima of the distributions occur at & =~ +=AE?. As a result, the evolu-
tion of the electronic currents j;' (t) exhibits a periodical rotation with a period of
At©® =27 /AE = 232 as. The induced magnetic field is therefore a function of
time t, i.e, B,(t) ~ cos(AE?).

In the R || z case, the induced electron currents evolve with an anticlockwise
direction around the molecular axis, generating unidirectional magnetic fields along
the molecular axis, as displayed in Fig. 6.3a. According to molecular orbital theory,
the electronic densities on the two nuclei +R/2 are equivalent, i.e., [/ (=R/2, t)|> =
[ (+R/2, t)|. As a result, the same magnetic fields are produced, B,(—R/2,¢) =
B.(+R/2, t). However, at the molecular center r = 0, the electron wave function
is the overlap between the two nuclear orbitals. The generated magnetic fields are
simply the sum of those at the nuclei £R/2,i.e., B,(r =0,¢) ~ B,(r = —=R/2, 1) +
B.(r = R/2,t). Their overlap enhances the magnetic fields at the molecular center.

In the case of R L z, the resonant o, — m, excitation corresponds to a perpen-
dicular transition. Combining (6.5) and (6.6), one obtains the corresponding angular
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electron currents with the form
ji-(t) = €' sin(AEt) cos(), (6.8)

where ¢ = —2|c, (t)c;t(t) [V Y. AE. From (6.8) one sees that the angular electron
currents evolve with time ¢ following a function sin(A Et). The oscillation period
is therefore At® =27 /AE =231 as (1 as=10"'8 s). The maximum value occurs
at 0 &~ nmw. As a result, the induced magnetic fields are mainly localized along the
x axis The generated magnetic fields on the two nuclei £R/2 vary with a period of
2w /AE = 231 as and show opposite phases. As shown in Fig. 6.2b, the magnetic
field on the left nuclear center is positive whereas that on the right side nuclear center
is negative at time ¢ = 6.25 oc. Their superposition with opposite phases gives rise
to suppression of generated magnetic fields at the molecular center B,(r = 0, ¢).
Due to the helicity effect of the circularly polarized laser pulse, the strengths of
the generated magnetic fields on the two nuclei are not equal at the same time,
B.(—R/2,1)| # |B,(+R/2,1t)|. Consequently, the time-dependent magnetic field
B, (r = 0, 1) at the molecular center has been induced in Fig. 6.2b.

We discuss briefly now the issue of ionization which if it occurs too fast may hinder
the effects we discussed so far. We note that the ionization probability is still low,
at chosen intensity / = 3.5x10'* W/cm? in our investigation so far. The ionization
probability P; can be estimated from [56] (in its Fig. 6.2a). in which the populations
of ground and excited states are given which yield P; < 0.1 for the in plane case and
P; < 0.4 for the molecular axis perpendicular to the polarization plane.

Note that as shown by Manz and Barth, [17-21] we expect to generate high
magnetic fields by preparing high populations in states having orbital momentum
1=1 states. Clearly, high laser intensities are necessary to populate efficiently excited
molecular states on short time scales. Short time scale is necessary to reduce the
influence of nuclear femtosecond motion, as well as, to populate efficiently excited
molecular states without too much ionization. The chosen laser pulse intensity and
duration realizes this goal as seen in [56] (in Fig. 6.2a, c) where the populations of
the IT-states 0.5 and 0.4, respectively, are achieved.

6.4 Magnetic Field Generation by Bicircular Pulses

We next present the process in a bichromatic circularly polarized laser pulse. The
bicircular field has now led to a useful application to generate high harmonics the
source of attosecond pulses [49-52] and electronic vortices in photoionization [53,
54]. Vortices are time dependent quantum electronic currents and can be used to
generate ultrashort attosecond magnetic field pulses inside molecules [38, 55, 56],
thus offering new tools to control magneto-optics and spin-electronics in molecules
and materials [57-59]. We show below the dependence of magnetic fields on the
pulse helicity and relative phase at different molecular alignments.
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In Fig. 6.4 we simulate the temporal evolution of the generated magnetic fields
B.(r =0, t) at the molecular center of the H;r molecule (Fig. 6.1) generated by 5-
optical cycle pulses for various frequency combinations, single frequencies w, and
their combinations (w, 2w), (v, 3w) with co-rotating (§ = 1) and counter-rotating
(¢ = —1) components. The fundamental pulse wavelengths are used at A = 70 nm
(w = 0.65 a.u.), thus leading to resonant excitation between the 1so, and 2pm,
electronic states and coherent electron currents in the (x, y) plane.

In Fig. 6.4a in the case of R || z, the results of time-dependent magnetic fields by
bicircular pulses at different pulse frequency combinations are similar as the single
w process. The induced magnetic field increases monotonously with time. However,
in the R L z process in Fig. 6.4b, the generated magnetic fields oscillate, which
change their sign at the middle duration time (~2.5 oc) of all pulses. Minima-maxima
occur again at the optical cycles. One also finds that the maximum magnetic field is
B, =0.65Tinthe R || z case whereas in the the R L z process B, = 0.4 T. The main
difference at 70 nm between around-axis and in-plane magnetic fields is that around
axis (R || z), Fig. 6.4a, a single magnetic quantum number state m = +1 or —1 is
excited resonantly whereas for in-plane excitation (R L z), Fig. 6.4b, both degenerate
m = =1 states are excited coherently. The excitation to the single electronic state
induces unidirectional electron currents, thus leading to monotonous increase of
magnetic fields. The maximum of the magnetic field appears at the end of the pulse.
On the contrary, the degenerate excitations with Am = =1 have opposite phases. As
a result, their interference gives rise to oscillations of the magnetic field generation.
The maximum value is 0.4 T at t = 3.75.

In Fig. 6.5 we also present the spatial evolution of the generated attosecond mag-
netic fields during excitation processes. The density distributions of the generated
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Fig. 6.4 Evolutions of generated magnetic fields B;(x, y, z = 0, 7) at different moments of the
molecular ion H; at equilibrium R, = 2 a.u. after the A = 70 nm and 5 oc circularly polarized
pulse E(¢) with its field vector polarized in the (x, y) plane. Two cases of the molecule aligned
along the (top row, a) z and (bottom row, b) x axes, i.e., parallel and perpendicular to the laser
propagation direction, R || z and R L z; c.f. Fig. 6.1. Arbitrary units of distributions are used
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Fig. 6.5 Density plots of spatiotemporal magnetic fields B, (r, ?) in the (x, y,z =0) and (x, y =
0, z) planes at different moments (from left to right) # = 2.0 oc, 2.25 oc, 2.5 oc, and 2.75 oc, where
1 optical cycle (oc) = 27 /w by the bichromatic (w, 2w) counter-rotating circularly polarized laser
pulses with their field vectors in the molecular (x, y) plane. The molecule is aligned along the z
and x axis, cf. Fig. 6.4, A=70 nm (v = 0.65au)

magnetic field B, (r, t) in the two planes, (x, y,z = 0) and (x, y = 0, z) planes by
bichromatic counter-rotating (w, 2w) circularly polarized laser pulses at different
moments (from left to right panels) r = 2.0 oc, 2.25 oc, 2.5 oc, and 2.75 oc with a
time interval of 0.25 oc for the two cases with molecular alignments (a) R || z and
(b) R L z are compared. The results are similar to the single w processes in Fig. 6.3.
The spatial distributions of the generated magnetic field in the (x, y, z = 0) plane
reflect the symmetry of the molecular orbitals of the excited states. For the process
by the bicircular 70 and 35 nm pulse, the 1so, — 2pm, resonant excitation domi-
nates with 7, symmetry. For the in-plane case with R L z, the excited electronic
states are degenerate with m = £1. The perpendicular excitation therefore leads to
an oscillation of the generated magnetic field B,(x, y) in the up (y > 0) and down
(y < 0) half planes, perpendicular to the molecular R/x axis, in Fig. 6.5b. For the
around-axis case with R || z, the electronic density distributions are localized around
the molecular axis. As a result, the time-dependent magnetic field B, (r, r) shows a
rotation around the molecular R axis as illustrated in Fig. 6.5a.



6 Ultrafast Magnetic Field Generation in Molecular 7-Orbital Resonance ... 119

The evolution of the generated magnetic field with time results from the cor-
responding time-dependent induced electron currents, i.e., coherent electron wave
packets, for which a semiclassical model can be used to provide estimates of the
radii of the circular electron currents at single frequencies w and field amplitudes E
[33]. Assuming zero initial electron velocities, maximum induced electron velocities
v = 2Ey/w give circular radii

ra(t) = 2Ep /o[l + (n 4+ 1/2)*7%1Y2,n =0,1,2,3, ... (6.9)

attimes r = (2n 4+ 1) /w. At A = 70 nm, one has ro = 0.87 a.u. and r; = 2.27 a.u..
In the case of n = 0 with minimum r,,, largest magnetic field can be produced due
to small radii at shorter time t,,.

For the R L z case the protons are situated at x = =R /2 = +1 a.u. The magnetic
fields B, are maximum at z = 0, i.e., along the x-aligned R nuclear axis, but appear
generally at each proton, with different phases. For the case of z axis parallel to R,
the protons are situated at z = £R/2 = 1 a.u. As shown in Fig. 6.5a, the magnetic
field lies at positions with maximum values of x = 0.9 a.u. for the (70, 35 nm)
process. For instance, at time 2.75 oc, one finds that the maximum magnetic field
Bz appears at position (0,0.9,0) a.u. in 6.5b. The maximum displacements of the
magnetic fields depend on the pulse wavelengths, reflecting the dimensions of the
laser-induced electron currents, predicted from (6.9). In the circular laser field at
frequency w and field strength Ej, the first maximum laser-induced electron radius
is given by the semiclassical ionization model. At 70 nm, the corresponding radius
is ro = 0.87 a.u., in agreement with the numerical simulations, where the electron
rotates around the molecular R axis with radius 7y in the (x, y, z = 0) plane, in Fig.
6.2a.

In the bicircular process, the generated magnetic fields are also shown to be
sensitive to their relative phase. Figure 6.6 shows results of generated maximum
magnetic fields B at the molecular center by intense bichromatic circularly polarized
attosecond pulses with counter-rotating (§ = —1) and co-rotating (§ = 1) compo-
nents, (6.19). Two cases of molecular excitation-ionization processes in the molecular
ion H;r aligned along (a,c) the x axis, R | Eor R L z, and (b, d) the z axis, R L E
or R || z, are compared by the bichromatic laser pulses with their field polarization
vectors in the (x, y) plane, as illustrated in Fig. 6.1. The corresponding generated
magnetic fields mainly lie along the z axis. The pulse wavelengths are respectively
A1 =70 nm (w; = 0.65 a.u.) and A, = 35 nm (w; = 1.3 a.u.). We always fix the
pulse intensities / = 1 x 10" W/cm? (E = 0.5338 a.u.) and durations 7}, = 48.3
a.u.=1.16 fs, corresponding to 580 as FWHM, i.e., 5t; for the w; pulse and 107, for
the w, pulse. We also set the pulse carrier-envelope phase (CEP) ¢; = 0 and vary
the CEP ¢, from O to 27, i.e., the relative CEP is ¢ = ¢ — ¢; = ¢. Results in Fig.
6.6 show that the pulse phase ¢ dependence of the generated magnetic fields is a
function of the molecular alignment and pulse helicity &.

For the case of R L z in Fig. 6.6a, the generated magnetic field B at the molecular
center oscillates periodically as a cosine function of the pulse CEP ¢. The maximum
and minimum values of the magnetic field are B = 0.225 T and 0.165 T at ¢ =~ 0 (or
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Fig. 6.6 Dependence of generated magnetic fields B (blue squares) at the molecular center on
the relative pulse CEP ¢ = ¢, — ¢ for the aligned molecule H2+ by bichromatic counter-rotating
(¢ = —1) and co-rotating (§ = 1) circularly polarized laser pulses with their field vectors polarized
in the (x, y) plane. Two cases are compared for the molecule aligned along (a, ¢) the x axis and
(b, d) the z axis, i.e., R L z in plane, and R || z, around axis. Pulse wavelengths A; = 70 nm
(w1 = 0.65 a.u.) and A» = 35 nm (w2 = 1.3 a.u.), intensities / = 1 x 104 W/em? (E = 0.5338
a.u.), and duration 7, = 571 = 107 (580 as FWHM) are fixed. Magenta solid lines denote the
generated magnetic field by a single A = 70 nm circularly polarized laser pulse, and green dashed
lines present the sum values of the magnetic fields generated separately by the 70 and 35 nm circular
pulses

2m) and 7. For comparison, we also simulate the results of induced magnetic fields
B with single-color circularly polarized attosecond pulses at separated wavelengths
A = 70 and 35 nm. The other parameters are the same as those used in Fig. 6.6a. For
the two processes, the corresponding maximum strengths of induced magnetic fields
at the molecular center are, respectively, B, = 0.194 T and B,, = 0.022 T. Due to
the o, — ;" resonant excitation, the magnetic field induced by the 70 nm pulse is
much stronger than the field generated by the 35 nm pulse, B,, ~ 8.8B,,,. Their sum
value of the generated magnetic field By, = B, + B, is smaller that the maximum
field B = 0.225 T of the bichromatic process. Comparing to the single-color circular
processes, one notes that the sensitivity of the induced magnetic field B to the CEP
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¢ in Fig. 6.6a results from the interference effects between the two A; = 70 nm and
A2 = 35 nm processes, as derived in Appendix A.

With the bichromatic counter-rotating circularly polarized pulse at A; = 70 nm
and A, = 35 nm, two processes can be triggered. The molecule is resonantly excited
from the 1so, state to the 2pm, state by the Ay = 70 nm pulse with w; = E, — E,.
Obviously, such process is insensitive to the pulse phase. Meanwhile, the absorp-
tions of two w; photons and one w, = 2w; photon give rise to photoelectron wave
packets with the same kinetic energies E, in the continuum. The total photoioniza-
tion probability is the sum of the two ionization processes and their interference.
As shown in Appendix A, the two corresponding direct transition probabilities &)
and 2 are insensitive to the pulse phases, whereas the interference term (12
depends on the phase difference An,i.e., 221:? ~ cos(An), where An = A¢ + A&,
see see Eq (6.16) in the Appendix A. As a result, the total ionization probability
P =2 4 22 4 212 s also a cosine function of the relative pulse phase ¢
with the form & ~ cos(¢). The interference effect between the two ionization pro-
cesses modulates the total transition probability, i.e., B ~ cos(¢), giving rise to a
CEP dependence of the generated magnetic field, as illustrated in Fig. 6.6a. In Fig.
6.6b, the magnetic field is almost insensitive to the phase ¢, with a constant value of
B = 0.38 T. The magnetic fields generated by the bichromatic pulses are less than
the sum of the two single 70 and 35 nm processes, i.e., B < B; = B, + B,, = 0.4
T, where B, = 0.382 T and B,,, = 0.019 T. The bichromatic magnetic fields mainly
arise from the single 70 nm process, B = B,,,, whereas the contribution from the
absoprtion of single 35 nm (w;) or two 70 nm (w) photons is weak and negligible,
in Fig. 6.6b. This implies that the interference effect between the two ionization
processes does not influence the bichromatic magnetic field generation.

Similar results are obtained in the co-rotating case in Fig. 6.6c, d. For the case of
R L zthe magnetic field B varies as a sine function of the phase ¢ due to the multiple
pathway ionization interference, whereas for the case of R || z the generated magnetic
field is nearly a constant at B = 0.38 T where the 0, — 77,7 resonant excitation with
Am =1 gives rise to ring electron currents in molecules and the contribution from
the coherent electron wave packets Y (r, ) in (6.1) dominates. It should be noted
thatin Fig. 6.6c at§ = 41 the maximum magnetic fieldis B = 0.206 T at ¢ = 0.4,
slightly weaker than that at £ = —1 in Fig. 6.6a where B = 0.225 T at ¢ = 0. The
induced magnetic field is proportional to the ratio of the current (electron) velocity
and radius in the continuum. As shown previously, the induced electron currents and
generated magnetic fields depend on the quantum numbers. The difference between
the co-rotating and counter-rotating generated magnetic fields in Fig. 6.6a, c results
from the laser induced electron electron dynamics, which depends on the helicity of
driving pulses [33], see also [55] where the counter vs co-rotating cases are discussed
in detail. The phases in recollisions for the two cases are different and their sensitivity
to CEP’s shows a nearly the 7 phase difference.
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6.5 Conclusions

We theoretically present optically induced magnetic fields from coherent electron
currents in molecules. Numerical results are obtained from solutions of TDSE for
the molecule H;’ . We measure magnetic field generation under resonant excitation.
Circularly polarized UV laser pulses are used to induce coherent electron currents
with 7 orbital symmetry in molecules by resonant excitation of the 2 pr, electronic
state. It is found that the generated magnetic field depends on the molecular align-
ments. In the around axis case, R || z, a single quantum state is excited, giving rise
to unidirectional electron currents. The magnetic field monotonously increases with
time during excitation processes. However for the in-plane process, R L z, degener-
ate electronic states with m = =1 are excited coherently. Their interference results
in oscillations of magnetic fields. In bichromatic circularly polarized laser fields,
the generated magnetic fields are also sensitive to the pulse helicity and phase. The
results show a promising ability for coherent control magnetic field generation in the
attosecond time scale.

Our investigations in this work have been restricted to the one electron sys-
tems, Hi . We believe that the main features of the magnetic field generation remain
unchanged for two or more electrons systems in the regime in which one active elec-
tron approximation can be applied. Investigation of electron-electron interactions is
currently under study- with focus on an important molecular effect, competition of
electron delocalization versus entanglement in high intensity photophysics which
has been reported recently: see [34].

Appendix A: Interference in Multi-pathway Photoionization

We here derive the multi-pathway electron interference modes in bichromatic fields
based on the perturbation ionization theory [60—62]. The pulse frequencies w, = 2wy,
where w; < I, and w, > I,,, and I, the molecular ionization potential, are used. The
bichromatic circularly polarized laser pulses can produce photoelectron wave packets
with the same kinetic energies E, = 2w — I, = w, — I, which then interfere each
other in the continuum.

For direct one w, photon ionization processes by laser pulses, the relevant transi-
tion matrix element .<7® can be expressed simply in the dipole form

AP = (YD - Fa(w) o) = #'P Fr(w2), (6.10)
with the first order ionization amplitude

WD = (YD - e|y), (6.11)
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where ¥y and 1/, are respectively the initial ground state and the continuum state. D
is the electric dipole operator. F»(w;) = €% (w;) = E (w;)e'? is the ionizing pulse
amplitude with unit vector e and field E (w»).

For the w; laser pulse, at least a two w; + w; photon absorption is required to
ionize HJ . The transition matrix element reads as

AV =D Fw) (6.12)
with the amplitude

o ~de (Y1ID - elyn) (YD - el)
Elsag - Eni + wy +iAe€

(6.13)

where ¥, and E,; are the wavefunction and energy of the intermediate (virtual)
electronic state and Ae is the level width, and laser fields % (w;) = E(w;)e'?.
In equation (6.13) we see that the ionization amplitude % V) is determined by the
field-free structure of the molecule and the laser pulse [63].

For a two w; photon ionization with an intermediate resonant excited state, the
transition matrix element .7V can be written as [64]

AV = o RTparRe, (6.14)

where Ty is the life time of the intermediate resonant state. 27*¥ is the one photon
transition between the initial ground state and the intermediate resonant electronic
state, which is determined by the pulse area theorem. .7 ¢ is the photoionization of
the intermediate resonant electronic state.

For photoionization by bichromatic laser pulses, that is, simultaneous two w; +
photon and one w, = 2w, photon ionization, the total transition probability & is the
square of the two amplitudes with an interference term of the cross products of the
two one- and two-photon ionization amplitudes, that is,

P =20 4 PP 4 P (6.15)

where 220 = ||[AD 2, 2@ = o7/ Pgre|?, and 2212 is the interference term which
can be simply written as

P2 — gD @) () gy 2
=2/ VYW DE>(w))E(w,) cos(An), (6.16)

where # (D and # @ are the two w; and one w, photon transition amplitudes cor-
responding to (6.11) and (6.13). The phase difference An = A¢ + A&. It should
be noted that the phase difference depends on the helicity of bichromatic fields.
For a co-rotating case, the relative pulse phase difference A¢ = ¢ — 2¢; and
At =&, — &, , where &, and &,, are respectively the phases of the continuum



124 K.-J. Yuan et al.

electron wave packets from two w; and one w, photoionization, whereas for a
counter-rotating case, A¢ = ¢, +2¢; and A§ =&, +&,,. The phase difference
A£ is determined by the molecular intrinsic characteristic.

Appendix B: Numerical Methods

For the aligned molecule ion H within Born-Oppenheimer approximation and static
nuclear frames, the corresponding 3D TDSE in cylindrical coordinates r = (p, 6, 2)
reads as,

1
i%lﬁ(r, 1) = [—5 V2 4+ Vo (r) + Vi (r, t)i| Y (r, o). (6.17)

V/r is the Laplacian operator, and V,, is the electron-nuclear potential. The circularly
polarized laser pulse propagates along the z axis, perpendicular to the (x, y) plane
with x = pcosf and y = psin@, Fig. 6.1. The radiative interaction between the
laser field and the electron Vi (r) = r - E(¢) is described in the length gauge for a
single color circularly polarized pulse,

E(1) = Ef (1)[é, cos(wt) + &,& sin(w1)], (6.18)

where é,, is the laser polarization direction and the symbol £ = £1 denotes the
helicity of the field, £ = 1 for right hand and £ = —1 for left hand, or a bichromatic
circularly polarized pulse

E@) =E((1) + Ex (1)

ex[cos(wi + ¢1) + cos(wat + ¢o)]
=Eo { o lsin(@it + 1) +Esinat +¢)) 0 O
where & presents the helicity of the combined field, i.e., co-rotating (¢ = 1) and
counter-rotating (§ = —1) components. ¢; and ¢, are CEPs of the pulses E;(¢)
and E,(¢). A smooth sinz(r[t/ 1;,) pulse envelope f(f) for maximum amplitude
E,intensity I =1, =1, = ceoE?/2 and duration T, = nt, is adopted, where one
optical cycle period 1) 2 = 27/w; 2, n=5 cycles. This pulse satisfies the total zero
area f E (t)dt = 0 in order to exclude static field effects [1].

The 3D TDSE in (6.17) is propagated by a second order split operator method
which conserves unitarity in the time step A¢ combined with a fifth order finite
difference method and Fourier transform technique in the spatial steps Ap, Az, and
AB [65, 66]. The initial electron wavefunction ¥ (r, t = 0) is prepared in the ground
1so, state calculated by propagating an initial appropriate wavefunction in imaginary
time using the zero-field TDSE in (6.17). The time step is taken to be At = 0.01
a.u.=0.24 as. The spatial discretization is Ap = Az = 0.25 a.u. for a radial grid
range 0 < p < 128 a.u. (6.77 nm) and |z| < 32 a.u. (1.69 nm), and the angle grid
size A8 = 0.025 radian. To prevent unphysical effects due to the reflection of the
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wave packet from the boundary, we multiply ¥ (p, 0, z, t) by a “mask function" or
absorber in the radial coordinates p with the form cos!/3[7(p — pa) /2 pabs]- For all
results reported here we set the absorber domain at p, = Pmax — Pabs=104 a.u. with
Pabs = 24 a.u., exceeding well the field induced electron oscillation oy = E/ a)% 1 of
the electron [35].

The time dependent electronic current density is defined by the quantum expres-
sion in the length gauge,

itr,0) = %[xp(r, DV (r, 1) — Y (X, ) Ve (r, D], (6.20)

¥ (r, t) is the exact Born-Oppenheimer (static nuclei) electron wave function obtained
fromthe TDSEand V. =e,V, + ¢y %V@ + e, V, in cylindrical coordinates. Then the
corresponding time dependent magnetic field is calculated using the following clas-
sical Jefimenko’s equation [67],

Mo j(rlv tr) 1 8j(l'/, tr) N 33
B(r,1) = X —OdY, (621
(r. 1) 4n/[|r—r’|3+|r—r’|2c pr | X T-mdr. 62D

where 1, =t — r/c is the retarded time and o = 47 x 1077 NA™? (6.692x10~*
a.u.) is called the permeability of free space. Units of B(r, t) are Teslas (1T=10%
Gauss). For the static zero-field time-independent conditions occurring after the
pulse, then (6.21) reduces to the classical Biot-Savart law [67].
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Chapter 7 )
Circularly Polarized High Harmonic e
Generation for Probing Molecular

Chirality

Taro Sekikawa, Kengo Ito, Eisuke Haraguchi, and Keisuke Kaneshima

Abstract Chirality of molecules play an important role in biological activity. Chiral
molecules are not superimposable on their own mirror images, called enantiomers,
and do not have a symmetry plane nor a center of inversion symmetry. The chemical
reactivity of the enantiomers sometimes depends on the chirality. Hence the distin-
guishing the enantiomers is important and circularly polarized light has been used to
discern the enantiomers for a long time. The development of ultrashort pulse tech-
nology enables us to investigate nonlinear interactions of chiral molecules with an
intense light field. Among various nonlinear optical interactions, we focus on high
harmonic generation as the probe into molecular chirality. Here, we describe two our
recent results: one is circularly polarized high harmonic generation (CP-HHG) from
a chiral molecule, limonene, driven by a CP counter-rotating two-color laser field.
The other is the development of elliptically polarized single-order high harmonic
light source for the application to photoelectron spectroscopy of chiral molecules.

The physical properties of the enantiomers of chiral molecules are same. However, the
chemical reactivity exhibits a strong enantiomeric selectivity. Therefore, the chirality
plays a decisive role in biological systems. Discerning the enantiomers is impor-
tant for understanding the activities of chiral molecules in biological systems. It is
interesting that the interaction between circularly polarized (CP) light and chiral
molecules depend on the chirality. Therefore, CP light has been used to investigate
the magnetic properties and chirality of materials. The development of high peak
power lasers provides us new opportunities to explore nonperturbative nonlinear
interactions of chiral molecules with an optical field.

Among many nonlinear optical interactions, we are interested in high harmonic
generation (HHG) as a probe into molecular chirality. Recently, using the approach
based on HHG, the observation of molecular chirality was reported [1-3]. HHG is
the light field emission by the nonlinear interactions between a laser electric field
and the interacting molecules [4]. The process of HHG is intuitively understood by
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the three-step model, where an electron (1) is ionized by tunneling from an atom
or molecule in the presence of a strong laser field, (2) is accelerated in the laser
field, and (3) recombines with the parent ion and then emits a higher harmonic
photon with an energy corresponding to the sum of the kinetic and ionization ener-
gies [5]. Because the HHG yield depends on the electronic states of the interacting
molecules through tunneling and recombination probabilities, HHG can be used to
probe the electronic states of the molecules, including the symmetry or the chirality
of the molecular orbitals. This spectroscopic approach is known as high harmonic
spectroscopy (HHS).

HHG can also be used as a light source to probe the chirality. Extreme ultravi-
olet (EUV) light, which has a high photon energy, allows element selective probing.
Accordingly, CP EUV light enables the investigation of element selective electro-
magnetic and chiral phenomena [6]. High harmonics (HHs) of ultrashort laser pulses
[7, 8] are promising for such investigations owing to their spatial and temporal coher-
ence transferred from the driving laser. The electromagnetic fields of HHs are well
polarized, and the temporal width of the HH pulses breaks into the attosecond regime
[9-13].

In this article, we describe our recent investigation on the circular dichroism (CD)
in HHG from chiral molecules [14] and on the polarimetry of elliptically polarized
HHG [15]. The former is a kind of HHS to gain insight into chirality. The latter is
for the development of a single-order CP EUV light source for the observation of
the CD of chiral molecules.

7.1 Circular Dichroism in High Harmonic Generation
from Chiral Molecules

7.1.1 Introduction

To distinguish between the enantiomers in a condensed phase, optical approaches
such as the CD of photoabsorption and the optical rotation of light polarization
have been used. These effects are induced by the interference term 7 - 71 between
the electric 7Z and magnetic m dipoles in the transition moment [16]. As }71)] is
generally small, the magnitude of the CD of photoabsorption is typically on the order
of 10#-107. Therefore, discerning the enantiomers is a demanding task. However,
in the gas phase, the spatial distribution of the photoelectron emission from chiral
molecules was found to have a larger anisotropy than the CD of photoabsorption by
two or three orders of magnitude, enabling the observation or determination of the
molecular chirality with a higher sensitivity [17-20].

HHG provides us unique opportunities for the investigation of chirality. In [1],
HHS was applied to detect the chirality based on the observation that the HHG yield
from chiral molecules is asymmetric with respect to the sign of the degree of the
ellipticity of the driving laser. The ellipticity maximizing the anisotropy was found
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to be 21-2%. This anisotropy comes from the transition between electronic states in
the cation, dependent on m pertinent to the molecule, during the second step of the
three-step model. The recombining state of the cation with the free electron during
the third step could be different from the initial state upon tunneling ionization,
resulting in a difference in HHG yield. The interstate transition during the second
step is sensitive to the sign of i . Thus, the HHG yield is chiral-sensitive.

Previously, we investigated the CD of the CP-HHG by a two-color bicircular
laser field from chiral molecules [14]. We used a photoelectron spectrometer using
Kr gas as a target. However, the sensitivity to HHG was low. Therefore, in this study,
we employed an EUV spectrometer equipped with a charge-coupled device (CCD)
camera and observed the CD with better sensitivity to HHG.

CP HHG from a single-color CP laser beam is prohibited by the conservation
of spin angular momentum. Considering the three-step model, the released elec-
tron cannot return to the parent ion under a CP light field, resulting in no HHG.
Therefore, in [1], the polarization of the used laser pulses was very close to linear,
as described above. In contrast, a two-color CP laser fields with counter-rotating
polarizations generate CP high harmonic pulses [21-30]. The synthesized laser field
by the fundamental (w) and its second-harmonic (2w) CP light exhibits a three-
fold spatiotemporal symmetry. Therefore, the 3m-order harmonics are missing in
isotropic media, where m is a positive integer [23, 25]. The circular polarizations
of the 3m + 1 and 3m + 2 harmonics are the same as those of w and 2w, respec-
tively, and are opposite to each other because of the conservation of spin angular
momentum. In this study, we observed the CD of CP HHG from the enantiomers of
1-methyl-4-(prop-1-en-2-yl)cyclohex-1-ene (limonene, inset of Fig. 7.1).

These enantiomers act differently in our smell of sense, e.g., each enantiomer
has a peculiar smell: (R)- and (S)-limonene have the fragrance of oranges and pine,
respectively. When light with a linear polarization passes through a pure enantiomer,
the plane of polarization is rotated [31]. This is known as optical rotation. (R)- and
(S)-limonene molecules rotate the plane clockwise or counterclockwise as viewed
by an observer facing the oncoming wave, respectively.

In the quantum mechanical expression of the three-step model of HHG, the third
step is expressed as the complex conjugate of the transition dipole moment between
the ground state and ionized state [21, 24, 27, 32, 33]. Therefore, the CP HHG
yield is expected to depend on the symmetry of the wavefunction of the outermost
atomic or molecular orbital [9, 12]. Experimentally, the relative intensities of the
allowed neighboring harmonics, 3m + 1 and 3m + 2, in CP HHG were found to
depend on the atomic species [27, 29]. In the early stage of the investigation, these
relative intensities appeared to be understood by the following propensity rule: single
photoionization with a field corotating with the initial state is much more likely
than with a counter-rotating field [24, 27]. However, the underlying mechanism was
found to be more complicated, and precise theoretical calculations are necessary to
understand it completely [29].

Although the quantitative prediction of the relative intensities is not simple, the
sensitivity of CP HHG to the outermost atomic orbital suggests that CP HHG is also
susceptible to the highest occupied molecular orbital (HOMO) of a chiral molecule,
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Fig. 7.1 Experimental setup for the observation of CP HHG. MAZEL-TOV is the optical system
used to generate the two-color counter-rotating CP laser field consisting of a BBO crystal, a calcite
plate, and an AQW [34]. The superposition of the two-color counter-rotating polarized laser fields,
of which the rotation directions of the fundamental and second-harmonic light field are represented
by the counterclockwise and clockwise arrows, respectively, forms triangular polarization with
threefold symmetry. The inset is the molecular structures of limonene molecules

the direction of which should be determined by the rotation direction of the electrons
in the HOMO. Even for randomly oriented molecules, the chirality is active. This
indicates that CP HHG can be used to discern molecular chirality. Still, the response
of alarge molecule to a laser field would not be as simple as that of an atomic orbital.
Therefore, the purpose of the present work is the experimental exploration of the
sensitivity of CP HHG to molecular chirality.

7.1.2 Experiment

The experimental setup for CP HHG is illustrated in Fig. 7.1. A Ti:sapphire laser
system delivers 1.4 mJ, 35 fs pulses with a center wavelength of 800 nm at a repetition
rate of 1 kHz. The two-color counter-rotating CP laser field was synthesized by the
inline setup called MAZEL-TOV [34]: the linearly polarized 800 nm pulses were
partially converted to 400-nm pulses with a polarization perpendicular to @ by a
B-BaB,04 (BBO) crystal with a thickness of 300 wm. The pulse energies of the @
and 2w pulses were 0.9 and 0.5 mJ, respectively. After compensating the group-delay
between the w and 2w pulses by a calcite plate, their polarizations were changed to
circular by an achromatic quarter-waveplate (AQW) (Kogakugiken corp.). Here, the
rotation directions of the w and 2w were opposite to each other and were switched
just by rotating the crystal axis of the AQW by 90°. Because of the inline setup, the
spatial overlap between the @ and 2w beams was suitable to form a triangular electric
field. The generation of the 3m-th harmonics was almost suppressed. In this paper,



7 Circularly Polarized High Harmonic Generation ... 133

counterclockwise polarization is defined by an observer facing an oncoming wave
and vice versa.

The two-color synthesized laser field was focused into a gas jet using a concave
mirror with a focal length of 0.5 m. The gas jet was formed by a glass capillary
with an inner diameter of 300 wm. The capillary tip was set at the focal point of
the mirror. The peak intensities of the w and 2w beams were estimated to be 5.0 x
10" and 1.4 x 10" W/cm?, respectively. The enantiomers of limonene molecules,
purchased from Wako Pure Chemical Industries Ltd., were stored in a glass bubbler
and warmed to 333 K to increase their vapor pressure. The limonene vapor was sent
through a heated pipeline to the glass capillary mixed with 1.6 atm helium gas. The
flow of the limonene molecules mixed with helium was continuous. The spectra of
the high harmonics were recorded by an EUV spectrometer with a CCD camera. The
intensity of each harmonic was obtained by integrating the counts of each peak, and
the ambiguity of the intensity was estimated by the square root of the total counts.

7.1.3 Results and Discussion

Figure 7.2a and b present the spectra of the CP HHG from (S)-limonene, and (R)-
limonene, respectively. The clockwise (counterclockwise) circular arrow in Fig. 7.2
indicates the rotation direction of the polarization of the @ (2w) used for HHG.
The dotted (solid) lines indicate the CP HHG spectra generated by the combina-
tion of a clockwise (counterclockwise) rotating w and counterclockwise (clockwise)
rotating 2w represented by the solid and dotted arrows, respectively. The following
two features in the spectra are identified: (1) The 3m + 1 harmonics of the (R)-
limonene signal are relatively more enhanced than the 3m + 2 when the w has a
clockwise polarization. (2) However, for the counterclockwise polarization of the w,
the 3m + 1 harmonics of the (S)-limonene signal are more enhanced.

To quantitatively evaluate the CD, the Kuhn g-factor 2(IL - IR)/(IL + IR), where
IL and IR are the intensities with counterclockwise and clockwise polarization,
respectively, was estimated by summing up the counts for each harmonic order after
normalizing the total counts of the observed spectrum to the same value for each
polarization and is shown in Fig. 7.3. (R)-limonene (triangle) generates more high
harmonics with clockwise circular polarization than with counterclockwise circular
polarization, while (S)-limonene (circle) prefers the generation of harmonics with
counterclockwise circular polarization. The Kuhn g-factors are almost symmetrical
with respect to the baseline, indicating the CD in HHG. These results are consistent
with the previous results [14].

Under the present experimental conditions, the interaction length between the laser
field and chiral molecules was 300 wm and the gas density of the chiral molecules
was low. Therefore, the phase-mismatch among the driving laser pulses and high
harmonic pulses was negligible [25, 27, 35], which will be evaluated later. The
response of a single molecule should be crucial for dichroism. The observed CD
would be explained by the same processes proposed in [1] and [33]: the transition
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to another state by 7 in the cation during the second step of the three-step model
modulates the efficiency of HHG.

Here, however, more intuitive perspectives may be provided. One is the propensity
rule of the ionization probability dictating the third process of the three-step model
[24, 27, 29]: the emitted radiation is more likely to acquire a polarization with the
same rotation direction of the outermost atomic orbitals [24]. Therefore, the preferred
CP HHG is determined by the rotation direction of the HOMO wavefunction of an
enantiomer, although it is not straightforward to predict the direction of the rotation
or the ring current in the molecule from the molecular structure or the distribution
of the HOMO electrons. Further investigation on HHG from chiral molecules will
reveal the relationship between them.

As another perspective, the resonance with the intermediate states with CD could
be responsible for the CD in HHG. In perturbative nonlinear optics, it is well-known
that the resonance with the electronic states of nonlinear media enhances the nonlinear
susceptibility. Even in HHG, the resonance with an electronic state raises the genera-
tion efficiency [36]. The photoabsorption of limonene appears in a wavelength region
shorter than about 220 nm with CD [37]. Thus, both w and 2w can be resonant with the
states at 200 nm. Because (R)-limonene has a larger absorption coefficient for clock-
wise polarization at 200 nm [37], the nonlinear responses to the clockwise polarized
light could be larger at 200 nm than to the counterclockwise polarization. Experi-
mentally, the Kuhn g-factors are found to have a negative sign for (R)-limonene, as
shown in Fig. 7.3. That is, the HHs with clockwise polarization were generated more
efficiently from (R)-limonene. Considering that the 3m + 1 and 3m + 2 orders have
the same polarization as w and 2w, respectively [25], the resonance of w or 2w, with
clockwise polarization, with the dichroic states enhances the HHs with clockwise
polarization from (R)-limonene.
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CD of the states at about 200 nm in limonene was observed in the photoelec-
tron spatial distribution: Fanood et al. observed the wavelength dependence of the
anisotropy of the photoelectron emission by the (2+1) resonance multiphoton ioniza-
tion by the CP photons [38]. They found that the sign of the asymmetry factor of
the photoemission from the HOMO was reversed when the center wavelength of
the laser was changed from 420 to 392 nm. Interestingly, at these wavelengths, the
sign of the CD of linear absorption also reversed [37]. This correspondence between
the CD of the photoelectron emission and that of the linear absorption is attributed
to the resonance with different vibrational levels and different electronic ion core
configurations in the intermediate Rydberg states [38]. The intermediate states with
CD should also influence the HHG through the resonance effects.

The enhancement of CP HHG by the resonance with the intermediate states
with CD also appears to be the case in [1]. It was found that an elliptically
polarized driving laser rotating in the clockwise direction with photon energies of
0.70 and 0.67 eV generates high harmonics more efficiently from (S)-epoxypropane
and (R)-fenchone than the laser field rotating in the opposite direction. According to
[39, 40], (S)-epoxypropane and (R)-fenchone are resonant and have larger absorption
coefficients at 11 (=7.7 eV) and 6 photons (=4.0 eV) for the clockwise polarization,
respectively. The correspondence found in limonene predicts that HHs are gener-
ated more efficiently by the driving laser with the clockwise polarization from these
enantiomers, and successfully explains the experimental observation.

Finally, the phase mismatch in CP-HHG was estimated as follows. The angle
of the optical rotation o and the difference in the refractive indices of the circular
polarizations An have the relation of o« = wAnl/A, where A and [ are the wavelength
and interaction length, respectively. Using o and n given in [31], An at @ and 2w
was deduced to be 2.1 x 107 and 5.2 x 107, respectively, for a 1 cm-long liquid.
As An is proportional to the density of limonene, An in the gas phase was estimated
considering the vapor pressure [41]; at 358 K, the vapor pressure was 4.92 kPa. If
the total gas pressure just below the capillary tube was 2700 Pa [42], the pressure
of limonene was estimated as 82 Pa. When the temperature was cooled to 100 K
by supersonic expansion, the gas density of limonene was 1.4 x 107 g/cm?. As
An is proportional to the density and the interaction length / of 300 pm, An at 2w
and w are 8.2 x 107'! and 3.3 x 107!!, respectively. Meanwhile, the corresponding
average refractive indices are 1.00026 and 1.00025, respectively. Therefore, under
the assumption that the refractive indices in the EUV range are unity, the difference
in the phase mismatch coming from the CD is negligibly small and phase matching
is not the primary effect.

In summary, the CP HHG limonene enantiomer spectra were found to exhibit CD
in the intensities. CP HHG is sensitive to the chirality of the interacting molecules
with a synthesized CP light field. CP HHG appears to be very promising for discrim-
inating enantiomers. As CP HHG includes processes taking place on the attosecond
timescale, CP HHG might also be applicable to probe the attosecond transient
chirality of molecules.
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7.2 Polarimetry of a Single-Order Circularly Polarized
High Harmonic Separated by a Time-Delay
Compensated Monochromator

7.2.1 Introduction

To generate CP EUV light, the polarization conversion from linear to circular polar-
ization was demonstrated by a reflective polarizer, although the conversion efficiency
was ~4% [6]. Recently, the generation scheme of CP HHs directly driven by laser
field was established [23, 25, 34, 43—-45]. The driving laser field synthesized by two-
color CP light fields with counter-rotating circular polarizations enables the efficient
generation of CP HHs, while the one-color single beam CP laser field does not
generate HHs, underlain by the three-step model of HH generation [5] and by the
conservation of the spin angular momentum of photons. The conversion efficiency is
comparable to the linearly polarized HH generation [23]. In the case of noncollinear
geometry [43, 44], the HHs generated by two noncolinear beams with the same color
are spatially dispersed. The propagating direction of each HH is determined by the
conservation of the spin angular momentum of photons.

The application of CP HHs sometimes requires focusing the single-order harmonic
on a target. However, in collinear geometry, all harmonics spatially overlap. Thus,
it is necessary to spatially separate the harmonics. Although the harmonic orders
are spatially dispersed in noncollinear geometry [43], it is not tractable to focus a
specific harmonic order on targets. The usage of a grating is more convenient to both
separate and focus the beam, as has already been demonstrated in the observation of
nanoscale magnetic imaging [46].

Here, the monochromatization and focusing of a CP harmonic generated in the
collinear scheme was implemented by a time-delay compensated monochromator
(TDCM) [47-49], consisting of a pair of toroidal gratings and a slit [15]. The
TDCM preserves the pulse duration of the selected harmonic [47-49] and focuses
the harmonic pulses on target [48]. The TDCM is extensively used for time-resolved
photoelectron spectroscopy using a linearly polarized harmonic [50-52]. To assess
the applicability of the TDCM to isolate a single-order CP harmonic, the ellipticity of
the selected harmonic was evaluated, because the grazing incidence to the toroidal
gratings in the TDCM distorts the circular polarization to elliptical owing to the
anisotropy of the complex coefficient of the diffraction on the grating. To obtain
a CP HH, elliptically polarized harmonic pulses were generated by manipulating
the polarization of the driving laser field and were corrected by the diffraction by
the gratings. The first practical isolation and characterization of a CP single-order
harmonic is demonstrated.
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7.2.2 Experiment

The experimental setup is shown in Fig. 7.4. The driving laser field was synthesized
by the MAZEL-TOV scheme described in Sect. 7.1.2 [34]. The 900 J, 35 fs linearly
polarized w light delivered at 1 kHz by a Ti:sapphire laser system was partially
converted to 300 wJ 2w light with perpendicular polarization to w by a BBO crystal.
The circular polarizations of HHs were switched by rotating the AQW by 90°. The
ellipticity of w and 2w were 0.99 and 0.98, respectively, measured using a linear
polarizer and a quarter waveplate. In this section, the rotating direction of the circular
polarization is also defined as viewed by an observer facing the oncoming light,
which is same in the previous section. The counterclockwise and clockwise rotations
of the light polarization are called left-handed (LH) and right-handed (RH) polar-
ization, respectively. Because MAZEL-TOV is composed of static optical elements,
the relative phase between w and 2w was fixed. The two CP beams were focused in a
Kr gas jet by a concave mirror with a 50 cm focal length. The inset in Fig. 7.4 shows
the photoelectron spectrum of Kr atoms irradiated by HHs. Each labeled harmonic
order has two peaks because of the spin—orbit splitting of the cation. The generation
of the 18th harmonic was suppressed, and its intensity was 18% and 0.7% of the
19th and 17th harmonics, respectively, reinforcing the three-fold symmetry of the
synthesized driving laser field. Therefore, the generated HHs were expected to be
highly CP. The TDCM consists of a pair of Pt-coated toroidal gratings (HORIBA
JOBIN YVON, 54,000,910) and the slit [48, 49]. The first grating disperses the
harmonics spatially, and the slit selects a single-order harmonic. The second grating
compensates for the pulse front tilt introduced by the diffraction to compress the
pulse duration. The reflection angle of the grating is 142°. The harmonic order
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Fig. 7.4 a Experimental setup. AQW is an achromatic quarter waveplate, and EMT is an electron
multiplier. TDCM is a time-delay compensated monochromator. The inset shows the photoelectron
spectrum of Kr atoms irradiated by the labeled high harmonics. b Schematics of a linear polarizer
consisting of three Au mirrors and a grating with the grooves in the vertical direction
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was monitored by a photoelectron spectrometer and the single order selection was
always confirmed. The photon flux of the 17th harmonic with circularly polarization
was ~106 photons/pulse, comparable to that of linearly polarized light. The selected
harmonic was detected by an electron multiplier (R2362, Hamamatsu Photonics)
after the linear polarized described in the next section. The transmitted intensity /(¢)
as a function of rotation angle of the polarizer ¢ was measured with an accumulation
time of 3 s. every 10° between 0 and 180° for circular polarization and every 5° for
linear polarization with an assumption that I(¢) = I(¢ — 180).

7.2.3 Characterization of Polarization

To characterize the polarization state of HHs, a linear polarizer for EUV light was
constructed by three Au mirrors schematically shown in Fig. 7.4 [53], which has
been used in EUV spectroscopy [54]. Intuitively, s-polarized light goes through the
polarizer more because of the anisotropy in the reflectance of the Au mirror between
s and p polarizations as listed in Table 7.1. These were calculated using the values in
[55] and the Au mirrors with no coating were used to ensure the optical response of
Au. In the constructed polarizer, the incident angles to the first and the third mirror
were set as 70°, and that to the second mirror was set as 50° [53].

The Stokes vector of the completely polarized light beam TS‘) = (S0, S1, 52, 83)
is associated with /(¢) as follows: when the phase difference between the x and y
components of a polarized electric field of light is §, of which sign determines the
handedness of a circular polarization,

1(0°) 4+ 1(90°)  1(90°) — 1(0°)

I(¢) = 3 + 3 cos(2¢) + /1(0°)/1(90°) sin(2¢) cos 8. (7.1)

The Stokes vector is associated with I(¢) by

(1(0°) +1(90°). 1(90°) — 1(0°). 2JTO)VTO0F)coss, 2/TO°)VTO)sins )  (7.2)

Table 7.1 Reflectance and reflectance phase of Au [55]

Wavelength (nm) Angle of incidence (°) Reflectance Phase (°)
rs? rp2 O dp
50 70 0.515 0.251 —146 177
50 0.251 0.0550 —16 151
47 70 0.455 0.199 — 46 179
50 0.204 0.0332 —18 151
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Hence, experimentally, S, is directly obtained by 1(45°) — I(—45°) and then,
the absolute value of S3 can also be evaluated. The sign of § is usually deter-
mined by inserting a quarter waveplate. The ellipticity ¢ is given by ¢ =

S3
tan al‘ctan ol .

a relationship of SO = S? + S2 + S2. However, when the beam contains the
unpolarized component, these relationships are not directly applicable, because of
Sg > 512 + S% + S%, where Sy corresponds to the total beam flux.

To take account of the unpolarized components and the diffraction by the gratings
quantitatively, the transmittance of the optical system is evaluated by operating the
Mueller matrixes, characterizing the optical components, on the Stokes vector [56].
The first element of the Stokes vector S is proportional to I(¢), from which the
Stokes vector and the optical parameters of the toroidal gratings are evaluated in this
work. Using the complex reflection coefficients of an optical component r; exp(iJ;)
and 7, exp(i 8 p) for s and p polarization, respectively, the Mueller matrix M for
reflection is expressed as

Among the elements of the Stokes vector, there is

1 —cos 2y 0 0
(2 g 2 —cos 2y 1 0 0 73
A+ r”) 0 0 sin2y cos A sin2¢ sin A |’ (7.3)
0 0 —sin 2y sin A sin 2y cos A

where tanyy =r,/r; and A = §, —§, [53]. Because ¥ and A depend on an incident
angle 6, M at 6 for Au is denoted as My. In this work, to describe the diffraction by
the grating, the matrix Mg with the same formula as (7.3), using ¥ and Ag defined
by tan ¢ = rry/rre and Ag = 87y — Srg, respectively, is employed. Here, the
complex coefficients for the transverse electric (TE) and transverse magnetic (TM)
diffracted light are expressed as ryg exp(idrg) and ryy exp(id7ay), respectively.
Because the second toroidal grating in the TDCM is installed mirror-symmetrically
including the groove geometry so that the light propagates in the backward direction
of the diffraction [48], the Mueller matrix of the TDCM is expressed as Mg Mg
by the reciprocal theorem [57]. The rotation of the polarizer around the propagation
direction of the light by ¢ is expressed as

1 0 0 o
0 cos2¢ sin2¢ 0
0 —sin2¢ cos2¢ 0
0 0 0 1

R(¢) = (7.4)

The Mueller matrix of the reflective polarizer rotated by ¢ is
R(—¢)M7oMs5oM7R(¢p). Here, M5y and My, are calculated from the optical

constants listed in Table 7.1. Consequently, TS’) of the incident beam to the TDCM
and the polarizer is transformed into S = R(—¢p)M7xM50M70R(p)MsMg S
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7.2.4 Polarization After the Time-Delay Compensated
Monochoromator

Firstly, to examine whether the reflection polarizer works correctly, I(¢) of linearly
polarized 17th harmonic (47 nm) with TE and TM polarizations were measured,
as shown in Fig. 7.5a. Here, the direction of 0° is parallel to the groove of the
toroidal grating and TE polarization. The TM polarization is perpendicular to the TE
polarization. Transmitted intensity approaches to maximum in the same direction
of the electric field, while the intensity of the perpendicular direction to the electric
field was 0.033 of the maximum as expected from the extinction ratio of the polarizer
calculated using the optical constants tabulated in Table 7.1. Hence, quantitatively,
the three sets of Au mirrors work as a linear polarizer.

For the linear TE and TM polarizations of S;ﬁ = (1, F1, 0, 0), the first element of

3’;5 after the TDCM and the polarizer is proportional to « = Bcos(2¢) accordingly,

where o = 1.69 and B = 1.58 for the 17th harmonic obtained using ¥ and A of Au.
The difference between « and g is due to the finite reflectivity of the Au mirror of
the orthogonal component in the polarizer. The solid lines in Fig. 7.5a indicate the
fitting results for these equations. Although only the proportional coefficient was a
fitting parameter, the angle dependence was reproduced. Therefore, the reflectance
and the phase in Table 7.1 appropriately describes the responses of the Au mirrors
installed in the reflection polarizer.

When the polarizations of the HHs were switched to circular polarizations, the
angle dependences of the 17th harmonic selected by the TDCM were changed to those
of Fig. 7.5c. The angle dependence shows that the polarizations after the TDCM are
no longer circular polarization. In contrast with linear polarization, however, the LH
CP light ( @) has a maximum transmittance in the 325° direction, while the RH CP
light ( A) has a maximum transmittance in the 35° direction. The angle dependence
of the 16th harmonic was similar to that of the 17th harmonic as shown in Fig. 7.5b.

180® Left-handed 180@ Left-handed
A Right-handed A Right-handed

Fig. 7.5 a Transmitted intensities of TE ( ) and TM ( m) polarizations of the 17th harmonic as
a function of the rotating angle of the polarizer ¢, respectively. The solid lines denote the fitting
results. b, ¢ Transmitted intensities of the left- (®) and right-handed ( A) CP 16th and 17th harmonics
as a function of ¢, respectively. The solid lines are the fitting results
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Here, note that the circular polarization of the 16th and 17th harmonics are orthogonal
to each other under the same generation condition. The difference in the tilt direction
from 0° of the angular distribution between the 16th and17th harmonics confirms that
they have the opposite circular polarization experimentally. The sensitive response
of the angle dependence to circular polarization also suggests that the observed HHs
are highly polarized. If the harmonics are non-polarized, the transmittance should
have the minimum at 90° and 270°, while the experimentally observed minimum
was observed in directions of £55° and £235°.

To understand the angle dependence of the transmittance of the RH and LH

CP light including the unpolarized component with Tg)fﬁ = A(l, 0, 0, £1) +
B(1, 0, 0, 0), respectively, the first element of the Stokes vector TS')}H =
LH

—

R(—¢p)M7gM;50M70R(¢)McMg S R is calculated. Here, A and B are proportional
to the intensities of the polarized and nonpolarized components, respectively. The
transmitted intensities of the RH and LH CP harmonics Irn(9), i.e. the first element

ﬁ, .
of S %, are given as
LH

Iy (¢) = P + Q cos(2¢) £ Rsin(29) (75
where
P = (A+ B)a(l 4+ cos’2¥¢)), (7.6)
Q =2(A+ B)Bcos(2yq), (1.7)
and
R = —ABsin(2Ag) sin®(2y¢). (7.8)

For the 16th harmonic, o« = 1.56 and B = 1.41. Because R depends on Ag,
the tilt direction of the principle axis of the transmittance depends on the circular
polarization.

To evaluate the optical constants g and Ag, P, O, and R are determined by
fitting (7.5) to the experimental results. The fitting results are shown by the solid
lines in Fig. 7.5b and c. ¥ is uniquely determined by (7.6) and (7.7), while the other
parameters, A, B, and Ag, cannot be determined uniquely. However, (7.7) and (7.8)
limit the range of A as follows: (7.7) gives the maximum of A as Q /(28 cos(2¥g)),
where a HH is completely polarized, i.e. B = 0. Equation (7.8) also gives the lower
limit of A as R/ (ﬂ sin? (21//G)) to satisfy R/ (A,B sin® (21//0)) < 1. Consequently, the
range of A is given by

[RI/(Bsin*(2¥6)) < A < Q/(2Bcos(2¥c)). (7.9)
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The corresponding range of B is given by (7.6) or (7.7) and, consequently, TS’)RH
LH

and TS‘); » are also determined. Using these values, the corresponding Ag, degree of
polarization (DOP) before and after the TDCM, and ellipticity ¢ after the TDCM are

given. Here, DOP is defined by DOP = ,/S? 4 §3 + S2/S,, for the Stokes vector
of (So, Si, S2, S3).In Table 7.2, {g and the ranges of Ag, DOP, and ¢ are listed.
Fortunately, the ranges of Ag, DOP, and ¢ are limited. Hence, we can discuss the
polarization states further.

The CP HHs were reported to be partially depolarized, because of the dynamical
symmetry breaking by medium ionization and the temporal evolution of the driving
laser during the HH generation [58]. The DOP of the 17th harmonic was reported to
be approximately 0.6 [58]. CP HHs generated in noncollinear scheme have a DOP of
about 0.85 [44]. The depolarized components would be attributable to the ionization
of the interacting gas, introducing decoherence in the process of HH generation. The
DOP on target in the present work is 0.81 in the worst case, which is higher than
that in [58]. On the gratings, only the spatially coherent component with the same
polarization can be diffracted. Therefore, the gratings work as filters passing through
the polarized component. Higher DOP is one advantage of this scheme.

The obtained v/ is close to those of Pt, ¥» = 36.6° for the 16th and ¢ = 36.0°for
the 17th harmonic, respectively, at the incident angle of 71° [55]. The phase shift of
Pt, A = 319° for 16th and A = 321° for 17 harmonics, are also within the range
of Ag. Although the harmonics are not reflected but diffracted on the surface of
the toroidal grating, the diffraction efficiency depends on the coated substance, Pt.
Therefore, it is reasonable that ¥/g and Ag have similar values to those of Pt. The
ratio of the diffraction efficiency rem2/rrE? of the toroidal grating is related with
Y by tan g = rry/rrE, and it is 0.66 when the average value of ¥ g = 39.0° is
employed for the 17th harmonic. This value is consistent with the experimentally
measured value 0.70 % 0.05 at 47 nm for linearly polarized light. The experimentally
determined range of ¢ shows that the circular polarization of the selected single-order
harmonics was deteriorated by the TDCM, owing to the anisotropy and the phase
shift by diffraction.

Table 7.2 Parameters for right (RH)- and left-handed (LH) circularly polarized harmonics after
TDCM

Harmonic order | Polarization |G (°) | Ag (°) DOP before | DOP after | Ellipticity

TDCM TDCM
16 LH 39.6 315~338 | 0.71~1.00 0.81~1.00 |0~0.38
RH 39.8 315~329 | 0.88~1.00 0.91~1.00 |0~0.24
17 LH 39.7 315~330 | 0.87~1.00 0.90~1.00 |0~0.24

RH 38.2 315~329 | 0.88~1.00 0.91~1.00 |0~0.23
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180 4 Second harmonic
® Fundamental

Fig. 7.6 a Transmitted intensities of elliptically polarized fundamental light » ( @) and the second
harmonic 2w ( A) as a function of the rotating angle of the polarizer. b Transmitted intensities of
RH elliptically polarized 17th harmonic as a function of the rotating angle of the linear polarizer.
The solid lines are the fitting results of (7.10) and (7.11). These two results are overlapped

7.2.5 Compensation of Ellipticity for Circluar Polarization

One approach to obtain the CP harmonic at focus in this scheme is to generate
elliptically polarized HHs and to correct the ellipticity by the anisotropic diffraction
and the phase shift of the toroidal gratings. For example, the elliptical polarization
along the TM direction is preferred, because the diffraction efficiency of TE mode is
higher than that of TM mode. To generate elliptically polarized HHs, the polarization
of w with higher pulse energy than 2w was set to parallel to TM mode and the
ellipticity was introduced to the driving laser field by rotating the AQW from the
optimum angle for the quarter wavelength. When the angle was rotated by 20° from
the optimum angle, the polarizations of the driving laser field were changed to be
elliptical. Figure 7.6a shows the angle dependence of the RH w and LH 2w intensities
measured using a linear polarizer. The ellipticities of w and 2w were 0.48 and 0.52,
respectively.

These two laser fields were synthesized and generated the RH 17th harmonic, of
which angle dependence of the intensity is shown in Fig. 7.6b. Because the optical
parameters of the toroidal grating listed in Table 7.2 are not uniquely determined,
1(¢) of _S> = (Sp, S1, S2, S3) are evaluated for two extreme cases with Ag = 329°
and with Ag = 315°. The corresponding I (¢) are

1(§) = 17478y — 0.62581 + (0.5848p — 1.63381) cos(2) + (—0.750S; + 1.328S3) sin(26)
(7.

10)

and
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1(¢) = 1.747S, — 0.625S; + (0.584S, — 1.633S)) cos(2¢) + 1.5258; sin(24).
(7.11)

The fitting these equations to the experimental data determines Sy and S uniquely.
However, S, and S3 have ambiguities, although the coefficient for sin(2¢) can be
determined. Table 7.2 suggests that the selected harmonic by the TDCM has higher
DOP than ca. 0.9. Therefore, DOP is here assumed to be 0.90 and TS? was deter-
mined, although DOP might be changed when the HH is generated by the laser field
synthesized by elliptically polarized lights. The fitting results to (7.10) and (7.11)
are shown by the solid lines in Fig. 7.6b. Two fitting results are almost overlapped.
S = (1.00, 0.31, 0.73, 0.43) for Ag = 329° and S = (1.00, 0.31, 0.83,0.17)
for Ag = 315° are obtained. The corresponding Stokes vectors after the TDCM
are MGMG_S) = (1.00, —0.05, —0.02,0.89) with ¢ = 0.94 and MGMG? =
(1.00, —005, —0.18, 0.87) with ¢ = 0.80. The latter case gives the lowest ellip-
ticity under the conditions given in Table 7.2. Therefore, it is confirmed that the
diffracted single-order 17th harmonic has an ellipticity better than 0.80. This ellip-
ticity is applicable to the measurement of the photoelectron angular distribution [58]
and of magnetic imaging [46]. The compensation of the ellipticity is shown by the
shift of _S) denoted by the sphere ( @) before the TDCM to the square ( =) after the
TDCM on the Poincare sphere in Fig. 7.7.

Sy

Fig. 7.7 Polarization states on the Poincare sphere. The sphere ( @) and square (=) show the Stokes
vectors of the 17th harmonic, generated elliptically polarized laser field, before and after the TDCM,
respectively
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7.3 Summary

In this work, the polarizations of the monochromatized 16th and 17th harmonics of a
Ti:sapphire laser by the TDCM were characterized for the development of ultrashort
CP EUV light source. It was found that the circular polarization was distorted by the
diffraction on the toroidal gratings. However, the diffraction on the grating increases
DOP. The compensation of the ellipticity by manipulating the driving laser field was
demonstrated for the first time. Here, we assumed DOP = 0.9 in reference to the case
driven by CP driving lasers. The single-order CP HH pulses selected by the TDCM
will be a versatile light source for the investigation of magnetism and chirality.

In this article, we presented two topics related with molecular chirality. The first
topic is the chiral responses of limonene molecules in HHG. We are interested in the
nonlinear responses of other chiral molecules. The chirality in the electronic states
of a chiral molecules should be related with HHG. We will investigate other chiral
molecules. In the second topic, we are interested in the application of the CP HH
light source to photoelectron spectroscopy of chiral molecules.

Acknowledgements MEXT Q-LEAP (JPMXS0118068681); JST CREST (JPMJICRI15N1);
KAKENHI (19H01814).
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Chapter 8 ®
The Role of the Ponderomotive Force G
in High Field Experiments

Luis Roso, José Antonio Pérez-Herniandez, Roberto Lera,
and Robert Fedosejevs

Abstract Petawatt lasers are a new tool to understand many basic properties of
matter (solids, plasmas, molecules, atoms, and nuclei) in extreme conditions. Radi-
ation reaction and fundamental non-linear QED problems can also be studied with
high intensity lasers, as well as many other relevant problems. In all cases we focus
the laser to concentrate its energy over a small volume, therefore a huge intensity
gradient appears, and it generates a force -the ponderomotive force- that drives the
ionized electrons. This driving can be dominant in some situations. A conventional
focus has a convex intensity pattern and ponderomotive force expels the electrons out
of the focal region. With optimal use of TEM 01 and 10 modes it is possible to generate
concave beams that trap and drag such electrons. Such possibilities are reviewed here,
particularly for the strongly relativistic intensities available with existing ultraintense
lasers.

8.1 Introduction

Origins of the ponderomotive force

A charged particle inside an oscillating electric field experiences a quiver motion
and therefore has an average energy larger than zero, even if its motion is perfectly
oscillatory and the average displacement is zero. Because the charged particle has
an energy larger inside the field than outside the field, there is a force that tends to
move it out of the high field region. The potential responsible for this force is known
as the ponderomotive potential.
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This idea was first developed, well before the arrival of lasers, for radiofrequency
waves. The first relativistic description was given in 1966 by Kibble [1] under a very
appealing name: mutual refraction of electrons and photons. Ponderomotive forces
were regarded as forces that modify the average trajectory of an accelerated electron
crossing a laser field. As the electron enters the laser field its direction is deflected
similar to refraction of light. This similarity is very physical and gives a lot of insight
to the problem that has been lost in modern literature about this subject. Kibble also
studied key features of the standing wave dynamics.

Today’s superintense lasers

Since the invention of the CPA technology by Strickland and Mourou [2], ultraintense
lasers have increased in performance dramatically. Petawatt (PW), or multi PW, lasers
are a reality now [3] and soon the 10 PW barrier will be broken in several facilities
around the world. Peak power gives the possibility to focus to extreme intensities, and
intensity is the key to induce extreme effects. A focal spot close to diffraction limited
quality requires a good optical quality laser pulse, very precise beam transport and
a good focusing mirror (typically an off axis parabolic mirror). In order to suppress
nonlinear effects, every element after the amplification chain, including the pulse
compressor is kept under high vacuum, typically 106 mbar.

Laser acceleration

Particle accelerators are a fundamental tool in many fields of science and tech-
nology. Besides the TeV particle accelerators such as CERN LHC, designed to study
the fundamental building blocks of matter, there are many other systems used to
advance material science, biology, chemistry, and many more fields. Such accelera-
tors reach up to GeV energies for electrons after many meters, if not kilometers of
acceleration. We know today about the potential of ultra-intense lasers for particle
acceleration, particularly for electron acceleration, offering the possibility to achieve
similar energy per particle as conventional accelerators but in just a fraction of the
size. Laser acceleration of electrons uses collective plasma effects to generate, over
a very short period of time, enormous field gradients which have proved to be a
very efficient tool to accelerate GeV electrons over a short distance (of the order
of one or several centimeters) [4—6]. One of the most studied mechanisms is Laser
Wakefield Acceleration (LWFA), where the acceleration of particles is generated
inside the wake of a high intensity laser pulse as it travels through an underdense
plasma medium. The result is a strong longitudinal electric field that couples to the
electrons trapped inside this wave induced by the driving laser, accelerating those
electrons over the distance of the plasma channel. Since there is no breakdown limit
in plasma, the resulting accelerating gradient is huge [7]. Applications of this mecha-
nism include the generation of ultrashort coherent x-ray beams produced by betatron
radiation of the accelerated oscillating electrons, which have potential to be used in
a wide range of fields [8].

However, plasma effects are quite nonlinear and subject to intrinsic instabilities
and for that reason there is renewed interest in direct acceleration of electrons by a
laser field as a potential candidate for laser electron acceleration. The idea of such
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direct laser acceleration (we call it direct because it does not need the presence of
collective plasma effects) has been attracting a lot of interest during recent decades
[9]. In laser acceleration, the electron enters and leaves the beam and the goal is to
find the best configuration of fields that provides acceleration.

The aim of this work is to show the effects of the ponderomotive force when
a gas is ionized during the turn-on and electrons are driven by the focused beam.
Released electrons will be subject to an inhomogeneous electromagnetic field and
therefore the ponderomotive force will be fundamental for their dynamics. We are
not going to consider situations where electrons are injected at relativistic speeds.
Instead we will study something related but conceptually different. We consider
electrons ionized during the turn-on of the pulse, so they are born inside the field and
we want to see how they move. Our purpose is not to study their final speed after
leaving the intense pulse. We are going to study their dynamics while in the field
and describe common experimental situations seen from a different viewpoint. We
will describe several common experimental situations where such ponderomotive
force is present but maybe has not been not properly taken into account, as well as
other less considered situations where the ponderomotive force presents interesting
features. In most cases the electron cloud will explode, but in other cases part of the
cloud can be redirected to one side or trapped inside the field.

Experimental situation

A typical high-intensity experiment is performed in high vacuum. The pulse has to
be focused to a tiny spot (microns) in order to reach ultrahigh intensities and interact
with a target, that can be a solid, liquid or a gas. Gas targets, which take the form of
gas jets, gas cells or capillaries, are of special interest for the sake of this discussion
since they are employed in underdense plasma physics experiments such as coherent
x-ray sources or LWFA. Gas jets are usually delivered through a pulsed nozzle, which
is close to the focal spot, and the gas is released a few milliseconds before the arrival
of the pulse. As a consequence, the laser pulse hits a diluted neutral gas and atoms
or molecules are ionized in the leading edge of the pulse (by barrier suppression),
so electrons are released well before its peak. In this regime pondermotive force
is fundamental because it causes electrons to move towards weaker field regions
therefore deflecting them out of the ultrahigh intensity region. This force avoids
to some extent extreme effects (extreme acceleration, extreme radiation, etc.). We
will analyze, based on numerical simulations of the relativistic driven independent
electron trajectories, how to control and take profit of this ponderomotive repulsion.

Since the model neglects collective effects, it will be valid just for dilute targets.
For solid targets, usually few micron thick foils, liquid and overdense plasma experi-
ments, the study of the ponderomotive force needs to include also the fields generated
at the target, and this is outside the scope of the present text.

A third family of targets are the electron injectors. Electrons, pre-accelerated using
a conventional accelerator cross the laser field in order to get, if possible, an energy
boost. Although this has been a quite common experimental scenario, as we said,
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we are not going to consider it. In this chapter we will refer only to independent
electrons appearing from atoms or molecules after being suddenly ionized by barrier
suppression.

8.2 Relativistic Modelling of Laser Driven Electrons

One of the reasons for the interest in the electron motion is its apparent simplicity:
interaction of a charged particle with an electromagnetic field in vacuum. At low
intensities, the classical motion of the electron is governed by the laser electric field.
Beyond 10'® W/cm2, however, the laser field is so strong that dynamics becomes
relativistic, and the coupling to the laser magnetic field is equally important for the
motion description.

. . . e — N —
Motion is described by the Lorentz force, F' = —e (E + v x B /c), where

T . . = =

v indicates the speed of the electron and c is the speed of light. £ and B are the
electric and magnetic fields of the laser beam. We consider that the electron charge
is -e (e being positive). Then the relativistic equation of motion is

d? — > T =
—— =F =—¢|E+—xB 8.1
dt c

where p = my U, is the momentum and y =" = /1 —v2/c? is the well-known
relativistic factor. And thus,

d, _ e(—» T =
—(yv):—— EFE+—xB (8.2)
dt m c

The relativistic factor is the origin of interesting nonlinear effects, that will
dominant as intensity increases.

The electron is a spin ¥2 fermion, so for high intensities there must be a coupling
between the laser magnetic field and the spin. Fortunately, the free electron Dirac
equation can be worked out analytically for the case of plane propagating pulses,
regardless of the intensity [10]. When working with such huge electromagnetic fields
it is reasonable to consider the coupling of the magnetic field with the electron spin.
Nevertheless, it has been shown [11] that such coupling is extraordinarily small and
can be neglected without introducing any relevant source of error. This justifies the
use of a classical (non-quantum) description for the driven electron, and thus the
validity of the motion at high intensities.

Probably the most limiting factor for the validity of the forthcoming calculations
at ultra-high intensities is radiation reaction [12]. The onset for radiation reaction
relevant effects, with a near infrared laser, occurs around 10%* W/cm?. We are going
to consider relativistic intensities always below that limit.
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Therefore, a description based in the relativistic dynamics will be employed. In
components, the Lorentz equation becomes:

d e 1
d_t(y vy) = _E E, + ;(Uy B; — v, By)

d

e 1
Z(y vy) = —Z<Ey + Z(uZ B, — v, BZ)> (8.3)

d e 1
v =——(E+ ;(vx By — v, By)

Plane wave analytical solution

For the particular case of a propagating plane wave, monochromatic or pulse,
Sarachik and Schappert developed a very elegant and useful exact solution [13] that
considers a propagating plane wave pulse of arbitrary shape. Their only condition is
that the pulse profile function depends only on a variable n = § - ¥ — ¢t where 5 is
a unitary vector indicating the propagation direction. For simplicity we will define
z as the propagation direction, and thus n = z — ¢t gives the pulse shape. For an
electron initially at rest, its energy is given by

(8.4)

E(n) = mcz[l + M}

2m2ct

A(n) f(n) indicates the vector potential, where f() is a normalized pulse enve-
lope (f = 1 at its maximum) that accounts for the pulse profile of the A field. We
consider that A is oscillating at a laser frequency w and the pulse envelope function
gives the bandwidth. Sarachik and Schappert showed also that the momentum is
given by

e*A*(n) f2(n)

8.5
2mc3 (8.5

PG = —f A() fn) +5

This expression is very relevant because it shows that the momentum has a trans-
verse component (in the direction of polarization of the vector potential A) and a
longitudinal component (in the direction of the propagation 5). The electric field is

related to the vector potential by the well-known relation E = —(1 / c) IA / at.

For a plane wave pulse therefore, the momentum has an exact analytical solution
(fully relativistic) indicating its two components, one along the vector potential and
the other along the propagation direction (z). The two components lie in the plane
defined by E and 5. Their relation defines a characteristic angle that indicates the
averaged motion direction of the electrons in the field. This motion is the first clear
expression due to the ponderomotive force. The electron is forced to move forward
due to this effect. Of course, it can’t move faster than light and eventually ends behind
the pulse.
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For a linearly polarized plane wave laser field,

E, =Ey f(z—ct)cos(k(z — ct))

(8.6)
By, = By f(z — ct)cos(k(z — ct))

the situation is shown schematically in Fig. 8.1, This motion is oscillatory and at
the end the electron will return to rest (provided that initially it was at rest). The
oscillation has some typical features. It has harmonic frequencies based on the fact
that Ey accelerates the electron along x, and the corresponding velocity vy couples
with the By magnetic field giving a v, speed. From E, and By it is impossible to
get acceleration along the direction of the magnetic field if initially the speed is
zero, therefore the trajectory lies in the xz plane. The longitudinal component of
the velocity can be quite large and therefore the Doppler shift is very relevant. This
can be indirectly seen in Fig. 8.1 because the oscillation is much larger than the
initial laser wavelength, marked as X in the figure. Also, this schematic plot shows
a very peculiar characteristic, the cusps. At those cusps the electric field gets its
maximum value and the electron experiences the maximum acceleration. Such figure
seen from a reference frame moving with the average speed of the electron presents
a characteristic figure-of-eight pattern as studied in Sarachik and Shappert paper.
More relevant is the fact the vyBy term couples two terms oscillating at the laser
frequency, so it is going to generate a second harmonic and as a consequence many
more harmonics. The oscillatory motion in a laser field becomes anharmonic [14]
The pattern of frequencies generated by such relativistically driven electron is quite
relevant for a number of applications [15, 16].

Computed electron trajectories, for a propagating plane wave laser field linearly
polarized along the x-axis, are shown in Fig. 8.2. This is a numerical simulation
but is totally in the region of validity of the analytical expressions of Sarachik and
Shappert, and fits them well. The pulse envelope is f(17) = exp (—(n/c 7)?), with a
time duration t equal to 10 laser cycles. The figure corresponds therefore to a plane

electron’s initial position

Fig. 8.1 Motion of an electron driven by a plane wave laser. Although this is just a scheme, it is
quite realistic for an intensity of 2 10! W/cm? and 800 nm wavelength
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Fig. 8.2 Trajectories of a driven electron initially at rest at the origin of coordinates, in the situation
of applicability of the Sarachik-Schappert analytical model. The central wavelength is 800 nm. It
corresponds to a plane wave with the pulse envelope f (1) = exp (—(n/c )?), and T equal to 10
laser cycles. The four trajectories correspond to different intensities, all in the relativistic domain.
The electrical field is linearly polarized (only Ex component). Although this plot is a numerical
computation, it agrees perfectly with their analytical result for plane waves

propagating wave, and four different peak fields are shown, with intensities from 10'8
W/cm?, that is the onset of the relativistic effects, to a strongly relativistic case10?!
W/cm?. Observe that the four plots look quite similar and only the spatial scales
change. This is so because the number of oscillations corresponds to the number of
laser periods. In all cases the forward drift (due to the forward ponderomotive force)
is evident but its magnitude is quite different. In this case (plane wave) electrons are
forced forward, but always at a speed less than c, and sooner or later have to cross
the maximum of the field and slow down until the next maximum (or minimum) of
the field. This effect is well known and has been described as electron slippage [17].

Initial conditions and ionization dynamics

The aim of this contribution is to show the relevance of the ponderomotive potential
in realistic experimental situations of atoms or molecules interacting with intense
laser pulses. If one is using an electron beam, then pre-accelerated electrons are
there from the very beginning. However, in the atomic or molecular case we start
with neutrals. Electrons do not feel the laser field until they are ionized.

In most of the calculations found in the literature, electrons are considered free
from the very beginning, so they feel the turn-on of the pulse and they are subject
to smooth dynamics that can bring considerations similar to the ones that originate
the Lawson Woodward theorem [18, 19]. In the real situation we need a model for
ionization, and this would depend on the atomic or molecular species. In the context
of relativistic intensities, we can consider that electrons are released when the field
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Fig. 8.3 Trajectories for a plane wave pulse for the same conditions as in the previous figure (plane
wave 10 cycles long pulse) with intensity 10'® W/cm?. While in the previous figure electron was
free from the very beginning, now the electron is released suddenly when the laser field arrives to
a given value, Egg, to ionize by barrier suppression. The value Egs = 1 a.u. (3.5 10'° W/em?).
Observe the drift induced. This drift is much larger if the electron is released at higher fields as can
be the case of inner electrons Egs = 10 a.u. (3.5 10'® W/cm?)

amplitude reaches the barrier suppression regime. Well above this barrier suppression
field, in the region 10'* to 10'> W/cm? for valence electrons of most atoms, electrons
are hundred percent ionized almost instantaneously. This simple model considers
that electrons are frozen (inside the atoms or molecules) until the field reaches a
given value high enough to fully ionize them. In other words, we wait until the laser
field reaches a convenient value (we call this Egg, from barrier suppression) and then
the electron is released inside the field. This is not a minor point. To prove that we
show in Fig. 8.3 the influence of Egg on the electron’s drift. This figure shows two
individual trajectories for a plane wave pulse for the same conditions as Fig. 8.2
(10 cycles long pulse) with intensity 10" W/cm?. While in Fig. 8.2 the electron is
free from the very beginning, in Fig. 8.3 the electron is released suddenly when the
laser field arrives to a given value, Egg, to ionize by barrier suppression. The value
Egs = 1 a.u., corresponding to an intensity 3.5 10'® W/cm? can be a realistic choice
for complete ionization. Observe the drift induced, this drift is much larger if the
electron is released at higher fields as can be the case of inner electrons, that can
be simulated introducing a larger value of the barrier suppresion field, for example
Egs = 10 a.u. (3.5 10'® W/cm?). This is quite relevant in the present context because
the distribution of the released electrons after the pulse will be influenced by the
moment where they appear. Inner shell electrons or second or third ionizations will
have different transverse distributions in the end.

8.3 Paraxial Beams Close to Waist

An ultrafast ultraintense laser beam is typically a flat-top with some inhomogeneities
that can be as large as 10 percent, in intensity. It is focused generally with an off-axis
parabola mirror and generates a focal spot and a transverse distribution of intensity in
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the focal plane. However, not all of the laser beam energy is concentrated on the focal
spot due to the profile of the beam or spatial and temporal aberrations, and a fraction
of it is lost. If the beam profile were an ideal flat top, the profile at the focal plane
would be the well-known Airy pattern due to diffraction (Fraunhofer diffraction) by
a circular aperture. Realistic modelling of the focus is now possible but depends on
many parameters, a number of them unknown.

A widely used first approximation that represents a reasonable compromise
between realistic description and simple mathematical model are paraxial beams.
When focusing the pulse with a long focal, such an approximation is reasonable.
Harmonic paraxial beams are solutions of the Helmholtz equation, k being the

harmonic wavenumber,azﬁ/a x2+8212"/8 y? = —ikaé/a z. The problem is that

the three components are not independent, they must obey the condition V-E= 0,
this condition is fundamental to understand ponderomotive potentials, as we will
show. Pulsed paraxial beams can be described with the introduction of a pulse func-
tion f(7,t), with a gaussian time dependence exp(—(t/ct)?), T being the pulse
duration, as indicated above. Such pulse description is reasonable for pulses of 30 fs
(for Ti:Sapphire) or longer. For a few cycles pulses some corrections have to be added.
Other f (7, t) functions can be used that give a realistic description (sin?, sech, and
more), but we are going to consider only the gaussian pulse shape. In fact we are
going to consider only Ti:Sapphire 800 nm laser pulses, with a realistic pulse dura-
tion, t = 10cycles . This gives a reasonable descriptition of most of the existing
high-field PW or multi-PW lasers around the world, including the Salamanca PW
laser.

Hermite-Gauss or Laguerre—Gauss modes (depending on the symmetry we want
to explicitly consider), give paraxial solutions of interest. These modes are widely
studied in the literature and they are characterized by a waist wy and a Rayleigh
length zg, related by zg = m wo/A. Their value depends on the F number of the
focusing system. If we are close to focus, i.e. if the distance from focus is smaller
than the Rayleigh length, wave-fronts are almost constant z planes and it is possible
to describe the field in the form,

E. = Eqexp(—p” /wj) f(z —ct)cos(k(z — c1)) (8.7)

Paraxial gaussian beams give very nice and useful descriptions of the fields before
and after the waist, including the corresponding spherically converging or diverging
wavefront. The generalization to such beams is straight forward, but in the present
notes we are going to consider that all wavefronts are planes perpendicular to z. This is
reasonable only if we are close to the beam waist, the region where most experiments
are performed. We introduce the name CTW (Close-to-Waist) approximation, to
refer to this plane wavefront description that is valid just at a distance from the
waist much smaller that the Rayleigh length. The big simplifying advantage to the
CTW approximation is the fact that we have just a propagating beam. Propagation
depends again only on the n = z — c ¢ variable and the comparison with the infinite
plane analytical solutions is more evident. The CTW approximation represents a
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nice compromise between a realistic model and a model that is simple enough to
get compact expressions of the low order modes. Being close to the waist the Gouy
phase has been neglected, however it can be included when a careful consideration
of the phase velocity is needed because Gouy phase is a z-dependent phase to be
added to the propagation. In the following discussion we neglect the Gouy phase and
therefore we neglect the phase slippage it generates.

Scalar modes

The lowest order mode, the gaussian mode, is given by the scalar function,
uoo(F) = ug exp(—p*/wg) f(z —ct) cos(kz — wt) (8.8)

As is well known, the dependence of the next two modes is

uio(r) = Mowi exp(—p®/wi) f(z—ct) cos(kz — ot)
0
(8.9)

ug (F) = uowl exp(—p*/wg) f(z—ct) costkz — ot)
0

To describe more complicated transverse profiles, it is always possible to consider
higher order Hermite-Gauss, or Laguerre-Gauss modes, depending of the transverse
symmetry of the problem (circular or squared). It is also possible to consider geome-
tries where the waist is not circular, but larger in one dimension that other. In that
case one needs to replace the p? / w3 term in the exponential giving the transverse

profile by x?2 / w3, +y / wo} » W, being the waist in the x direction and wy,, in the
y direction (Fig. 8.4).

Clearly, the uj( scalar function has a node along the yz plane, while the ug; scalar
function has a node along the xz plane. Adding these two modes in phase one gets
a node plane at 45 degrees. However, adding them 77/2 out of phase generates the
simplest beams with one unit of OAM (Orbital Angular Momentum), i.e.

x x ‘
I
(oc} (10] (10) + (01) (10) +i (01)

Fig. 8.4 Schematic representation of the amplitude distribution on the transverse plane of the
different scalar modes. (00) indicates the ugg scalar function; (10) indicates the u;g scalar function;
(01) indicates the ug; scalar function; (10) 4 (01) is the sum in phase of the two previous ones;
and (10) 4 1(01) indicates the sum with a 77 /2 dephasing, that corresponds to up, the simplest mode
with non-vanishing Orbital Angular Momentum
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u,(F) = uo exp(—p/wld) fz—ct) (i cos(kz — wt) + —= sin(kz — a)t))
wo wo
(8.10)

Vector transverse modes

Those three basic scalar modes, (00), (01) and (10), are enough to get a clear descrip-
tion of the relativistic ponderomotive force. To calculate the trajectory of the electron
itis necessary to take a full vector description of the fields, taking also into account
the longitudinal fields to fulfill the V.E=V-B=0 transversality conditions both
for electric and magnetic fields.

For the rest of this chapter we are going to study five of such vectorial modes, that
represent modes with internal structure able to generate different dynamics. Most
of the ponderomotive potential relevant features can be obtained using these basic
modes and combinations of them with convenient phases and/or delays.

Gas density

In the simulations we consider a dilute neutral gas from which electrons appear. The
gas density is assumed to be low enough to not modify the laser propagation indicated
in Egs. (8.8) and (8.9). Ionized electron density is assumed also to be small enough to
not affect the propagation. In other words, the refractive index (linear and nonlinear)
induced by the neutrals, the ions and the ionized electrons is not relevant to change the
fields propagation. In our model, moreover, electrons move independently, without
interacting between them.

All this can be realistic for Argon, Nitrogen or other gases at low pressures (from
1072 to 10~ mb) and for slightly higher pressures for the case of Helium. Higher
densities would imply B integral effects and collisions and the present model will
fails. In the collision dominated regime PIC simulations are needed [20].

8.4 Numerical Results for the Lowest Order Mode

Our purpose is to give the reader some degree of intuition about the ponderomotive
force that can be useful for the design of high field experiments where relativistic or
ultra-relativistic dynamics is dominant. We will present several mode combinations
that induce conceptually different ponderomotive patterns.

We start with the simplest mode, the gaussian (00) mode. Because we are going
to introduce different polarizations, we introduce a compact notation, labeling this
mode as (x00), where x stands for the polarization (electric field in the xz plane)
and 00 indicates the mode. The gaussian mode, linearly polarized along x, can be
written as:
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E, =E, exp( 2/wo) f(z —ct)cos(kz — wt)

2 1
E, = Eoexp( 0 /wo) f(z —ct) sin(kz — wt) w_x o
) o =0 (8.11)
B, = By exp( /wo) f(z —ct)cos(kz — wt)
2y 1
B, = Byexp(—p*/wg) f(z — ct) sin(kz — wt) —m
0

With Ey =0, and B, = 0. Observe that in the E, and B, expressions we neglected
the space derivative of the pulse profile function f. This can be reasonable in the
context of the rest of the approximations made provided that the pulse is not too
short. Observe thus that there are two large components, E, and By, and two small
longitudinal components E, and B, introduced to keep the transversality in the CTW
region. The 1/kwy factor gives a reference for the relative size of the longitudinal
field. To be consistent, the error introduced when neglecting the z derivative of the
pulse shape function f must be much smaller. Although it is well known, it is always
convenient to remember that in spite of its small value (even when kwy << 1)
the longitudinal field is fundamental for a proper description of the ponderomotive
dynamics [21].

As is well known, within the CTW approximation, the longitudinal components
are in quadrature with the transverse components (in our case, considering just the
real fields for simplicity, this means that the phase dependence is cos(kz — wt) for the
transverse components and sin(kz — wt) for the longitudinal ones). To understand
this, it is convenient to write explicitly the components of the Lorentz equation,

Without transverse fields With transverse fields
d(y vy) e e d(y vy) e e e
=——FE.+—v, B, =——FKE - —v,B,+—v, B
dt m me © dt m me 5 me 77
d(y v, d(yv
(V>)=0 (Vy):_i_ivaz
dt dt mc
d d z
drv) _ e o v) __ep e, p
dt mc dt m c

(8.12)

We can observe that without the longitudinal fields, and when the electron is
initially at rest, the motion is in the xz plane. The ponderomotive displacement along
the y axis requires the longitudinal magnetic field.

The best way to show the essence of the ponderomotive force is to consider a
gaussian 00 mode. In the next figures we show snapshots of the motion of the barrier
suppression ionized electrons driven by such a field mode (Fig. 8.5).

We consider a cloud of 10* electrons originally randomly distributed over a trans-
verse region of & Xp,x by £ ymax. They are placed in the slab0 < z < 10 1. Using a
thicker z slab does not add relevant information and at the same time blurs the results.
The transverse size, 2Xmax DY 2Ymax, 1S chosen in order to span the whole range of
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Fig. 8.5 Typical example of the initial cloud of 10* points considered in the numerical simulations.
Left) Those points represent neutral atoms able to release one electron when the field amplitude
reaches a given value, chosen as E = 1 au in the present plot. This is an arbitrary but reasonable
value. The profile is a parallelogram of 10 wavelengths in the longitudinal direction (from z = 0
to z = 8 um) and enough spreading in the transverse plane to account for all atoms that can be
ionized. The initial density of points is uniform. Right) After the arrival of the (x00) pulse ionized
electrons appear and start moving. The figure on the right depicts only the ionized electron cloud

transverse positions where the electron can appear by barrier suppression ionization.
For a (00) pulse, the maximum transverse radius, pmax, at which electrons are born, is

given by pmax = Wo 4 /ln(Eo / Ep 5). For other combinations of pulses this may vary.
In the simulations we guarantee that the random sampling homogeneously covers

the region where electrons can appear (i.e. the region with field higher that Egg).

The number of electron trajectories used in our simulations has nothing to do with
the actual gas density in an experiment. The number of computed trajectories has to
be large enough to get a visual idea of the electron cloud motion. The gas density
can be increased up to the point where collective effects become relevant and this is
several orders of magnitude above the density of trajectories considered.

The situation to be described in the following simulations is shown in Fig. 8.6.
Some of the mode configurations to be analyzed will have an offset A. In the combi-
nations involving the (00) mode, it will be the delayed one. In a real experiment the
cloud of atoms from a jet nozzle will be very thick, however we consider that the
atoms are localized only in the space between the z = 0, and the z = 8 microns planes.
Due to the CTW approximation, the consideration of a thicker electron cloud will be
simply a repetition of that. To be sure that the initial dynamics is properly accounted
for, we consider that at the starting of the computation we have just neutral atoms.
Being precise, we start the computation at a time when the pulse envelope function
Eyf(z — ct) << Eps. In order to have a clear reference of the time scale for each
of the following plots, we define a time ty as the time when the maximum of the
first component arrives to z = 0 (i.e. f(cty) = 1). All figures and discussions will
be referred to this time. In the case of an offset A (for combinations of the gaussian
modes with others) the maximum of the gaussian pulse will arrive to z = 0 at time
to + A /c. Obviously ty has nothing to do with the time where the simulation started
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Fig. 8.6 Schematic representation of the initial situation. Randomly distributed neutral atoms
(represented as dots) are waiting for the arrival of the pulse in a region 10 lambda thick. When field
amplitude arrives to the barrier suppression value, Epg, the atom at that point is ionized, i.e. the
electron escapes from the atom/ion and starts moving. A is the offset of the (01) and (10), or their
combinations. Typically we consider A = ¢t or A = ¢ t/2, to get interesting superpositions of
intensity. This is just a scheme of the two pulses, of course, in the actual case they will interfere

that, depending on the parameters, particularly on the intensity, can be 20 or mode
cycles before.

A simple “well known’ case

Just to understand well the transition from plane propagating wave to a real case,
we may consider the case of a large waist, 100 wavelengths (80 microns) and an
intensity of 10! W/cm? (E, = 17 au). Observe that this may seem a modest intensity
however, considering that the waist is quite large this would correspond to about 100
TW of power. Power precisely inside the focal spot, not in other parts of the focal
plane. This requires a very good beam quality plus a very high intensity, almost in
the limit of today’s lasers (Fig. 8.7).

Forward velocity mapping

Depicting electron trajectories, or electron clouds, in space gives direct information
on the dynamics but gives an information that is difficult to see in a real experiment.
In a number of experiments, it could be possible to measure the signature of the
electron trajectories going out of the focal spot driven away by the ponderomotive
force by analyzing the angles were electrons are to be found. We computed also the
x and y directions, i.e. we plot v,/v, and vy/v, (v, being the longitudinal speed),
so those plots give the integrated forward pattern of the electron ponderomotive
explosion. In principle this could be measured with a scintillator or a radio-chromic
plate strategically placed after the focal spot. Although in those cases one would get
the integrated pattern, it is also interesting to analyze (but much more difficult to
observe) its time evolution because at the beginning, as shown in Fig. 8.8, dynamics
is dominated by the v4By term, as in Sarachik-Shappert analytical theory, and the
motion is along the electric field polarization. When the vy velocity combines with
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Fig. 8.7 Representation of the position of the electrons just after the pulse, for a large waist (oblate
gaussian pulse with waist wo = 100 wavelengths, and duration 10 cycles) for 10'° W/cm? (Eg = 17
au). The front view shows the transverse plane (plane xy). The side view shows the y axis projection.
Both correspond to the final position of those electrons after the pulse. Dashed lines indicate the
pulse contour (the outer one corresponds to 1/e amplitude, i.e. its radius is wo)
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Fig. 8.8 Evolution of the dynamical pattern. Initially the dynamics is driven by the vxBy term, as
in the Sarachik-Shappert analytical description, later the longitudinal field drives the electron. All
parameters as in Fig. 8.7, including the 80 um beam waist

the longitudinal field we start to have ponderomotive repulsion along the y axis too.
This process needs a time because the longitudinal component of the electric field is
zero along the x = 0 plane and the longitudinal component of the magnetic field is
zero along the y = 0 plane.
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Fig. 8.9 Front views of the distribution for the (x00) mode, for a mildly relativisitic field, Eo = 17
a.u. (10! W/em?), spherical pulse (wg = ¢t = 10A = 8 um). Time ty corresponds to the moment
where the maximum of the gaussian pulse arrives to z = 0. The other plots correspond to 20 and 40
cycles later. Dashed lines indicate the pulse contour (the outer one corresponds to 1/e amplitude)

A large waist is closer to Sarachik-Shappert plane wave modelling. In Fig. 8.8 this
can be seen, particularly analyzing the direction of the electronic motion. The plot
shows the forward angles in the x and y directions (in fact shows the forward velocity
tangents v,/v, and vy/v,). This plot is very interesting because at the beginning the
distribution follows the motion in along the xz plane (vy velocity is very small), but
after 40 laser cycles transverse fields wash out the plane dynamics.

The ponderomotive pattern created by a (00) mode is well known. It is shown for
the realistic case of an 8 wm waist in Fig. 8.9. This value of the waist will be the same
for all the remainding plots in this chapter. The plot at the left, ty, corresponds to the
moment where the peak of the pulse arrives to z = 0 (electrons are, as indicated in
Fig. 8.6, filling the region 0 < z < 10A). Calculations, however started a few tens
of cycles before to guarantee that the field is well below barrier supression at the
beginning of the computation. The time lapse between each of the three views is 20
cycles. On the right-hand side one the interaction with the pulse is over (the forward
drift is small) and the ponderomotive explosion is clearly seen showing a region at the
center empty of electrons. Some of those structures may look like as a shock wave,
but they are not. Electron—electron repulsion is not accounted for and there are no
collective plasma effects. The wave is a caustic of the different electronic trajectories.
At higher intensities the dynamics is similar, electrons are pushed outwards and the
central region is depleted quickly.

As a partial conclusion of this section, we just can say that the ponderomotive
force for a convex pulse acts just as a repulsive force, expelling electrons out of
the high intensity region, as expected. Nothing is new here, but these ideas are very
relevant for comparison with higher order modes, with nodal planes or axial nodes,
that will lead to a different dynamical phenomenology.
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8.5 Numerical Results for the 10 or 01 Modes

The scalar modes (01) and (10) are very relevant because they represent a field with
a nodal plane. Such nodal plane represents a minimum in in the ponderomotive
potential and could deviate or trap electrons. When considering the vector modes,
polarization can go along or be perpendicular to the nodal plane, therefore there are
four basic modes, (x01), (x10), (yO1), and (y10), according to the polarization of the
electric field, as indicated in Fig. 8.10. We need to study all four modes because we
are going to present some interesting combinations of them with the (x00) gaussian
mode. It is relevant to write them explicitly, including the longitudinal component.
In the equations for the different modes, we keep the Eq amplitude, as we did with
the gaussian pulse. However, while for the gaussian pulse Ey indicates the maximum
of the peak (at the center) with a 01 or 10 mode this is not. Because of the nodal plane,

the maximum field occurs at a distance 0.7 wy (the exact factor is 1 / V2) of the node,

and that peak value is E,,x = 0.43 Ey (the exact factor is exp(—1/2) / \/5). Observe
that intensities of those modes are calculated from E,,,x not from E.

Mode 10 with x polarization, (x10)

The 10 mode, linearly polarized along x is:

E, =E, exp(—pz/w(z)) f(z —ct) cos(kz — wt) wi

0
2 x? 1
E,=E eXp(_pz/w(z)) f(z —ct) sin(kz — wt) (—2 — ]>k_
0 Yoo (8.13)
B, = By exp(—pz/wg) f(z —ct) cos(kz — wt) .
0
27 2 . 2xy 1
B. = Byexp(—p®/wj) f(z —ct) sin(kz — wt) —m
0

The other two components are Ey, = By = 0. The kw, inverse dependence in E,
and B, is kept expicitely because this factor gives idea of the relative value of the

W e
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Fig. 8.10 Schematic representation of the four basic modes with one plane node. The four modes
are relevant for this paper because we are going to present combined results with the linearly
polarized gaussian mode
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longitudinal fields. Again, in these expressions we have neglected the z derivatives
of the pulse shape function f. Although this would be beyond the scope of the present
paper, it is possible to develop these expressions with higher accuracy observing that
we have odd and even degree polynomials of x and y. A complete description of
those higher orders can be found in [22].

Pulses with a nodal plane are very interesting because the ponderomotive force
traps electrons. Within a region of about wy/2 from the nodal plane, the intensity
gradient drives the electrons towards the nodal plane, we can consider this as the
attraction basin for the nodal plane. Therefore, some electrons are trapped along the
X axis in this case (x axis because is a 10 mode, not because of the polarization) and
they propagate along the nodal plane. Ponderomotive expansion in the perpendicular
direction takes place, as expected. This is clear in Fig. 8.11, that corresponds to a
mildly relativistic case, Eg = 34 a.u. (this corresponds to a maximum field of 7.5 10'°
V/cm, i.e. to a peak intensity of 7.4 10'® W/cm?). The snapshot is taken 45 cycles after
the maximum of the pulse crosses the z = 0 plane. The side view at the right of this
figure shows also the pulse profile (dashed lines). At the time shown, all electrons
(initially in the 0 < z < 10A slab) lie behind the laser pulse. The results show
some tansverse trapping, as expected. The situation changes for strongly relativisitic
pulses. Figure 8.12, is similar to the previous one, but now the intensity is 100 times
more, i.e. it corresponds to a strongly relativistic case (7.4 10> W/cm?). Now the
trapping is accompanied by a forward acceleration of the electron cloud. An electron
eactly at the nodal plane will not feel any transverse field and will pass through the
pulse. However, most of the electrons in the attraction basin experience a field that is
quite intense. As those electrons bounce back from one side to the other of the nodal
plane they experience a field that causes them to drift in the forward direction. The
subsequent Doppler shift, makes them experience a longer wavelength field (in their
moving frame) and the combined result is that electrons are drifted when trapped.
As a consequence they do not go through the nodal plane. They stay for quite a large
number of oscillations with the forefront of the pulse.

front view .., side view to+45 cycles

x (wavelengths)
x (wavelengths)

position of the
(x10) pulse at
this time

z (wavelengths)

y (wavelengths)

Fig. 8.11 Front view and side view of the electron distribution for a mode (x10) pulse with a
mildly relativistic intensity, Eg = 34 au. The pulse at the instant of the plot has already left all
electrons behind. Dashed red lines show the pulse position at that time
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Fig. 8.12 Mode (x10) for a high intensity. The upper plots show the front view of the electron
cloud and the lower ones the side view. There is trapping along the mode 01 node. The amplitude
is By = 340 a.u. (7.4 1020 W/cm?). In this case, the quivering motion due to the electric field is
perpendicular to the nodal plane

The simulation shown in Fig. 8.12 indicates a trapping ponderomotive force in
one direction and a repulsive motion in the other. In other words, the ponderomotive
potential has a saddle point. For that reason, electrons are trapped along the x axis
but escape along the y.

Mode 10 with y polarization, (y10)
The 10 mode, linearly polarized along y is:

E,= E eXp(_pZ/wg) f(z —ct) cos(kz — wt) wi

0
2xy 1
E,= E exp(—pz/wg) f(z —ct) sin(kz — wt) —zy—
w§ kwy
X (8.14)
B, =—By exp(—pz/wé) f(z —ct) cos(kz — wt) o
0
27 2 . 2 x2 1
B. = —Byexp(—p”/wg) f(z — ct) sin(kz — wt) (w—% - l)k_wo

The other two components are are Ex = By = 0. There is no need to show specific
plots for this case because they are quite similar to the ones shown in Fig. 8.12,
trapping along the x axis is due the mode (10) amplitude profile, not to the field
polarization. However, in this case the electric field is driving the electrons along the
nodal plane, not across it, as in the previous case. The remaining two modes will
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have the same ponderomotive characteristics. We write them explicitly, just to have
they expressions for the next sections, although they are only rotations.

Mode 01 with x polarization, (x01)

The 01 mode, linearly polarized along x, is

E, =E exp(—pz/wé) f(z —ct) cos(kz — wt) wl
0

2 1
E.=E, eXp(_pZ/wé) f(z —ct) sin(kz — wt)% o
y (8.15)
B, = By exp(—pz/wé) f(z —ct) cos(kz — wt) —
Wy
27 2 . 2y? 1
B. = Byexp(—p®/wj) f(z—ct) sin(kz — wt) w_(z) -1 M
The other two components are. are E, = By = 0.
Mode 01 with y polarization, (y01)
The 01 mode, linearly polarized along y, is
E,= Ey exp(—,oz/w(z]) f(z —ct) cos(kz — wt) wl
0
27,2 2)’2 1
E,.=E exp(—p /wo) f(z —ct) sin(kz — wt) (—2 - 1)—
“;0 0 (8.16)
B, = —Byexp(—p*/wj) f(z —ct) cos(kz — wt) -
0
B. = —Byexp(—p° /wg) f(z— ct) sin(kz — wt) Zxy 1
‘ 0 0 wg kw,

The other two components are Ex = By = 0.

In the next pages we are going to show simulations of the ponderomotive force
induced by some of these modes as well as some co