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[epiindn

Yny nopoloa epyacio ueAeTmvTal YewenTind SLadixacieg HOVOPWTOVIXAG BLEYEEONC Xol
POTOOVIOUOL oo Plar cpy ] XAUTAC TUOT) TEOC TEAXES xuTaoTdoelg Stark Tou atouou tou
TBpoybvou und Ty Tapousio opoYeVolS nhextetxol tediou (tepdPinua Coulomb-Stark). H
OLEYEPOT) ETUTUYYAVETOL UECW UG TOUAULXNG, LOVOYPWUATIXNG POTEWTS dEoung, OEDOPEVNS
CLYVOTNTAC XL YEOVIXOU TEOPIA. Luyxexpiuéva, emhleTal 1) yeovixd e€aptnuévn ellowor
Schrédinger (TDSE), émou, 1 ohxfy Xopthtoviavi, anoteleiton and tov 6po mou meplypdpel
TO ATOUIXO LUBPOYOVO GE OUOYEVEC MAEXTEIXO TEd(D, XaL ToV Opo TNg aAANAeTidpacrc Tou
UE TN QuTewY| doprn. o vy aAAnienidpacn autr yenoiwonoleltar 1 SLToAXY TEOCEY Y-
on. To ywewd tuAua tne XopAtoviavic expedletar o NUITUEUBOMXES CUVTETAYHEVEC,
TIOU VTAVOXAOUY T1) CUUUETELO TOU TEOBANUUTOS X0t ETLTEETOUY TOV YWELOUS UETABANTOV.
Kartofyouue 1ot og éva oo TNuo eEl0OOEWY PIdG HOVO YWOEWAG CUVTETHYUEVNS, TO OTolo
OLOXQLTOTIOLELTOL GTOV Y(MPO Xl OTOV YP6vo xou emthleETa oprdunTxd. E@dcov 1 yweixr Aon
extelveTon o€ €val TEMEQUOUEVO TAEY A, WOLfTERD Bdp0g BIVETAL OTNV ATOPUYT| TOV oVoXAdoE-
®V TTou TEoXVUTTOLY cUVHDWLS oIS dladxacieg apriuntixic enthuong tng TDSE . O xoduxag
mou €yel avamtuyVel, yenowwonotel T AOon TOU GUCTAUNTOS Xt UTOAOYILEL TNV TUXVOTNTA
celpoatog mdovoTnTog 0T VEoT EVOC ELXOVIXOD VLY VEUTH) OTIOU Xl GUAREYEL COPEELTIXG
T0 ofjua aUTO. LNy TEP(TTWoT EVOE «mahuoLy laser ue otadepd ypovixd mpogik To ofjun
OVOUEVETAL VO O TUIEPOTIOLEITOL X0 TO ATMOTEAEGUA TNE TEOCOUOIWONG CLUYXEIVETAL ETULTUY MG
UE YVWoTég Aoelg Tng Bihoypapiog, eite yio Sladtaclec Loviouol 6To cLVEYEC £lTe LoVIoUOU
UEOCK TOL QavOUEVOU ey Yos. TENOC, BIEPELVMVTAL XU YPOVIXE TEOQIA TTOU AVTLO TOLYOUY

O€ TUTUIXOTEQEC TEQITTWOELS TaAUGY laser.



Abstract

In the present work, we present the theoretical investigation of single-photon exci-
tation and photoionization processes out of an initial state to Stark final states of the
Hydrogen atom in the presence of a homogeneous electric field (Coulomb-Stark prob-
lem). The excitation is achieved by means of a pulsed, monochromatic light beam, of
given frequency and time profile. Specifically, the time-dependent Schrédinger equation
(TDSE) is solved, where the total Hamiltonian consists of the term describing the atomic
hydrogen in a homogeneous electric field, and the term of its interaction with the light
beam. The latter is considered in the dipole approximation is used. The spatial part of
the Hamiltonian is expressed in semi-parabolic coordinates, which reflect the symmetry
of the problem and allow the separation of variables. We thus end up with a system of
equations of a single spatial coordinate, which is discretized in space and time and solved
numerically. Grid endpoints can act as artificial reflecting boundaries, so specialized tech-
niques that suppress this numerical artifact had to be invoked. The code that has been
developed uses the solution of the system and calculates the probability current density
at the location of a virtual detector where it collects this signal cumulatively. For the
case of a time profile of a laser “pulse” constant in time, where the signal is expected to
attain a steady state, the solution is successfully compared with known solutions in the
literature, either for ionization processes in the continuum or ionization through the tun-
neling effect. Finally, time profiles that correspond to more typical cases of laser pulses

are also investigated.
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1. Introduction

Atomic photoionization is a process of fundamental importance. In particular, studies
of near-threshold atomic photoionization in the presence of a static (dc), homogeneous
electric field (Stark effect), are exceptionally interesting. Hence, a lot of theoretical
110,12] [3].14],15].16],17],18],19],[10],[11],[12],[13],[14] and experimental |2],[15],|16] work was
and still is devoted nowadays to the spectroscopy of the Stark structure (total ionization
cross sections). However, the rich phenomenology of near-threshold atomic photoioniza-
tion is predominantly imprinted on the produced flux of slow (meV) electrons (differen-
tial cross sections). The projection of this flux on a two-dimensional position sensitive
detector (PSD) provides photoelectron momentum distributions transversely to the dc
field [17],]18],[19],]20],]21]. The latter are related to the wave functions of continuum
[22],[23],]24],]25] and resonant [17],[19],[24],[25],]26],[27],[28],[29] atomic Stark states and
can be manipulated via the polarization of the ionizing laser radiation [30]. Furthermore,
these distributions are related to electron dynamics. While dynamical effects were probed
in the past by a limited number of direct time domain measurements [31],[32],[33] such
effects were more recently experimentally studied by means of spectral domain, "spectro-
scopic" procedures [21],]34],[35][36].

Such experimental data on electron dynamics require for their interpretation the so-
lution of the time-dependent Schrodinger equation (TDSE), the necessary tool to con-
struct the probability current density. Since TDSE has analytical solutions rarely and
only in very simple cases, it is solved numerically with the assistance of dedicated com-
putational methods, even for the simple hydrogen atom. There are a few theoretical
time-domain studies dealing with the characteristics of the outgoing photoelectron flux
on near-threshold atomic photoionization and for either hydrogen or multielectron atoms
[14],[24],]27],132],[33],[37][38],]39]. More recently, important work was published for near-
threshold photodetachment in the presence of both a dc field and a slowly varying THz
field 40],[41],[42]. Given the complexity of the numerical solution of TDSE even for the
simple hydrogen atom and in a dc field only, the inclusion of a terahertz pulse to pho-
toionization calculations is by no means trivial.

In fact, the present work is motivated by the desire to overcome the difficulties en-
countered in earlier theoretical time domain efforts where only the dc field was included
[43],[44]. By successfully tackling these cases one can be more optimistic for the more
challenging cases where the dc field is accompanied by a THz pulse (in our lab’s plans for
the near future). Therefore, the present study aims to numerically solve TDSE, simulat-
ing single-photon, near-threshold photoionization of the hydrogen atom in the presence
of a dc field (Coulomb-Stark potential).

Certainly, the time-independent solution of the Coulomb-Stark problem cannot be

handled perturbatively near the ionization threshold. Further, contrary to the earlier



TDSE solutions, we avoid here the use of spherical coordinates. Instead, we employ a
semi-parabolic coordinate system that is better adapted to the symmetry of the problem,
while being computationally advantageous. Additionally the TDSE is solved by a novel
and by all accounts more accurate computational method. To further increase accuracy,
special attention is given to the spatial distribution of the grid points, making use of the
underlying physics.

In the following chapters we first discuss and set up (in Chapter 2) the relevant theo-
retical background and equations for the time-independent Coulomb-Stark problem along
with the TDSE model and equations for single-photon ionization out of an initial atomic
state. In Chapter 3 we provide details on the implementation and computational pro-
cedures followed for solving these TDSE equations and obtaining the outgoing electron
wavepackets. In Chapter 4 we present and discuss the results of our calculations and
their comparison with earlier steady state solutions. Finally, we present our conclusions

and propose possible improvements and directions of further work.



2. Theory

As discussed in the Introduction, the present work is devoted to single-photon atomic
ionization processes in a static electric field from an initial state ;. More specifically, we
are primarily interested in the hydrogenic dynamics of differential ionization cross sec-
tions. In the steady-state limit, the ionization processes are traditionally handled by the
Fermi’s Golden Rule [45]. This correlates v;, to the wave function v}, of the outgoing
(ionized) electron wave. One inconvenience of the Fermi’s Golden Rule however, is that
Yt is not uniquely defined [46]. Furthermore, its most frequently adopted asymptotic
(large distance) form is that of a Coulomb-modified plane wave. This assumption though
fails here due to the presence of the static electric field.

As a remedy to the problem, scattering theory notions are adopted and the ionization
is examined here as a half-collision process. In this treatment, the key observable is the
probability current density that directly depends on 1, which is uniquely provided by
the solution of the TDSE. Thus, the treatment of either steady state or time-dependent
situations is straightforward and unified.

As mentioned above the solution of the TDSE for the hydrogenic (and non-hydrogenic)
Stark problem was also reported in the past. In earlier works spherical coordinates were
the standard and the TDSE was solved via the split-operator method [39]. There are
three novelties that make this work unique. First, the employment of semi-parabolic
coordinates, a system that better suits the symmetry of the physical problem at hand.
Second, the TDSE is solved by a different and to the best of our knowledge more efficient
and faster method [47]. Third, a spatial grid uniquely adapted to the peculiarities of the
potential at hand, allows the coverage of large spatial distances with fewer mesh points.
These three informed decisions allowed for significant improvements in the numerical algo-
rithms with shorter execution times, relaxing computational requirements and increasing
the accuracy of the solution. More details on how these choices are advantageous will be

revealed in the chapters to come.

2.1.  The time-independent Schrodinger equation for the Coulomb - Stark

problem

The interaction of an atom with a homogeneous and static electric field F is known as
the Stark effect. A somewhat detailed presentation of the stationary states can serve as
a valuable prelude to the hydrogenic Stark effect’s dynamics (Coulomb-Stark problem).
Let’s assume that the external electric field of strength F'is oriented along the positive z

axis (F = Fz). The Schrodinger equation for this system is written as (in atomic units



al-, h=m, = e = (4rgo) "t = 1)
Lo
|5 V? + Uos(r) - E| v =0, (2.1)
where Ugg the Coulomb-Stark potential,
Z
ch(r) = —? + F'z, (2.2)

E the energy, Z the nuclear charge (for Hydrogen Z = 1) and 7 = /22 + y% + 22. From
Eq. it becomes obvious that the system does not possess the spherical symmetry
of the Coulomb field due to the existence of the homogeneous external electric field. A
cut of the Upg potential along z-axis is depicted in Fig. [ We may observe that the
static electric field term "bends" the Coulomb potential in the negative direction of z.
Two characteristic energies are noted in the figure. The zero-field ionization threshold in
the absence of the electric field corresponding to £ = 0, and the so-called saddle point
energy L, that represents the field-induced lowering of the ionization limit. It is given
by [2],

Ey = —2VZF. (2.3)

Ucs@)

— Coulomb - Stark potential

Stark potential

Fig. 1. A cut of the Ucg(r) potential surface along the z-axis. The saddle point energy Egp is
represented by the horizontal red dashed line.

In this work we are particularly interested in the energy range Ey, < E < |E)|.
Equation ({2.1]) is separable in semi-parabolic coordinates which reflect the symmetry of

the problem [6]. They are associated with the Cartesian coordinates as follows :

x=[r4+2"*>0, v=[r—2Y*>0 and ¢ =tan™! (Z) (2.4)

! Atomic Units (a.u.) are used throughout this study, unless stated otherwise.
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Egs. (2.4) show that y and v have dimensions of [length]!/2. This is quite beneficial for
numerical computations over large distances. For example, v = 200 a.u. corresponds to
a macroscopic length of ~ 2 um. In semi-parabolic-coordinates, the wavefunction can be

written as:

Y(r) = (2mx0) X (Y (v)e™, (2.5)

where m = 0,£1,42, ... is the magnetic quantum number, which is a good quantum
number (contrary to the orbital angular momentum quantum number ¢, which is not
[1]). Substituting equation ({2.5)) in ([2.1]), allows for the separation of variables leading to

two ordinary differential equations, one for each of the wavefunctions X and Y:

1 d? 4m? -1 F
l_26b(2 + UX,eff<X) - 221] X(X) = 07 UX,eff(X) = 87)(2 + 5){4 - EX2
(2.6)
1 d? 4m?> -1 F
l_ZdUQ + Uyesp(v) — 2Z2] Y(v) =0, Uyepp(v) = e vt — Eu?
where the separation constants Z; and Z5 obey the relation:
1+ 2y =7. (2.7)

The x coordinate is loosely associated with a direction transverse to the electric field
F. The X(x) wavefunction is bounded at large distances (see Fig. [2]), as suggested by
it’s x — oo asymptotic form derived from Eq. (2.6) [6],

1 F'?2 . F
Xxm(x)%;eXp — 3 X T X

(2.8)

so X (x — 00) — 0. For fixed sets of £, F' and m, the desired behavior is achieved via the
quantization of Z;. Hence, Z; takes now a set of discrete values Zf“"m‘ andn; =0,1,2, ...
corresponds to the number of nodes of X, /. On the other hand, at small values of ¥,

the term 4”;)2(;1 dominates. This term can be either a centrifugal (|m| > 0) or a centripetal

one (m = 0). Again from Eq. (2.6) we find,

Xyoo(x) = Ax (B)X™F2 (14 ..), (2.9)

where Ax(FE) is an energy-dependent, and by definition positive, normalization constant,

determined by the normalization condition for the wavefunction X,

/0 AX Xy ) (X) Xt jin (X) = Oy - (2.10)

The v coordinate is approximately associated with the direction parallel to the electric

field F. As in the yx direction, the 4@2; L term dominates in the vicinity of the origin and
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Fig. 2. The effective potentials Ux, .g(x) and Uy ¢g(v), with the wavefunctions X (x) and Y (v)
and their eigenvalues 2Z?712’|m|, for F = 808 V/cm, E/|Es,| = —0.9565, and m = 0. (a, b)
The n1 = 0 case, for which 2Zg70 lies above the barrier of Uy,eg(v) and Yoo is a continuum

wave function. (c, d) The ny = 2 case, for which 2Z22’0 lies slightly below the barrier. For
this particular energy, Yoo corresponds to a quasibound state (resonance) where the electron is

trapped within the inner well. For n; > 2, 2Z§1’|m| also lies below the barrier, but these states
do not necessarily correspond to resonances, and the amplitude of Yy, || within the inner well
is megligible [19].

it can be shown that Y (v) has a similar behavior with X (y) in Eq. (2.9) that is,
Y, (v, B) = Ay (E)olm¥a (1 + ...), (2.11)

where the energy-dependent normalization factor Ay is by definition positive. As for the
large distance asymptotics, the wavefunction takes the form [6],
1 Fl /2

FE
: 3
Yisoo(v) — o sin | == + 712V + ¢l , (2.12)

with ¢y being a constant phase. Equation (2.12)) reveals an oscillatory behavior and

Fl/2 3
3 v

term in the argument of the sine function shows that at large v the Y function oscillates

hence, the unbound character of Y along the v-coordinate. A careful look to the

at a frequency that is continuously and rapidly increasing with v. The latter argument
justifies why the numerical calculation of Y (v) at large distances is considered extremely
challenging requiring specialized numerical techniques [6].

The normalization factors Ax and Ay are quite useful for characterizing a state (or
channel) ||m|,ny) for fixed F,|m| and given E, because they provide the, so-called, "Den-
sity of States" (DOS). The latter represents the probability to find the electron near the



nucleus and is given by |10],

DOS(|m|,n1, E) = A% ., iml43 (2.13)

7|m| Y7n17|m|.

The energy dependence of DOS is better understood when we examine the £ > 0 and
E < 0 cases separately.

1 Z=1, F=1 kV/cm, m=0, nl:38
oo+~ 7 77—

00 01 02 03 04 05 06 07 08 09 1.0 I.1
E/|E.

spl

Fig. 3. Energy variation of A%, DOS and Zy for the m = 0, ny = 38 channel for Z =1 and
F=1FkV/cm.

Beginning with the £ > 0 range, Fig. , shows the computed behavior of Z;(FE),
DOS and A% for Z =1, m = 0 and n; = 38. Clearly, Ay, and consequently DOS as
well, become negligible when Z;(E) < 0 (while A3 acquires a constant non-zero value).
This Z; < 0 energy range is denoted as range “[3]” in Fig. . In this range the specific
||m|,n1) state does not practically contribute to any aspect of the Physics of the Stark
effect, and it is characterized as a closed channel. In fact, the same happens in the
range Z; > Z, but, as deduced by the behavior of Ax and DOS, it is now the Ay factor
that becomes negligible. This Z; > Z range, denoted as range “[1]” in Fig. , also signals
a closed channel. Hence, a channel is closed for all positive energies where either Z; > 7
or Z; < 0 holds. On the contrary, a channel is characterized as open within the energy
range for which 0 < Z;(F) < Z (range “[2]” in Fig. |3| that corresponds, of course, to a
given range of the quantum number ny, for fixed |m|). Moreover, the boundary between
regions [1] and [2] (Z; = Z) is called the channel opening, while the border between
regions [2] and [3] (Z; = 0) the channel closing. Note finally that all positive energy open

channels are continua (continuum channels) since the electron escapes freely from the



atom because the potential Uyfr(v) does not support bounded motion in the £ > 0
range.

The above division to open and closed ||m/|,n;) channels holds also for the negative
energies. Now, the open channel range “[2]”, is divided into two sub-regions, say [2a] and

[2b] (see Fig. [l). The division point corresponds to the channel-specific threshold energy

Fthr
Enlz‘m‘ ’

which is the root of equation [12],[24],

phthr _ o [22 (EF,thr F) F}l/Z'

n17|m| - n17|m|’

(2.14)

While both QZ;“’Iml and the top of the barrier of the potential Uy,.s¢(v) change with the
energy, for £ > Efltm' the channel eigenvalue 2.7, vlml e always above the barrier’s top.
Thus, this channel is a continuum one (see Fig. (b)) On the other hand, for F < Efltﬁzl

(and, of course, Z; < Z, that is, within the [2a] range of Fig. 4)) the eigenvalue 225"™

lies below the barrier’s top.

| phasczzzzooommnooes bomnnneen oo
N | 5
[i: [2a] i | [3]
DA R | ' TS
0.044 ! !
< I !
0027 5
N 1 |
< :
Q 0.00 4 i ;
l | |
oo H—2" "~ o
o = s
1 L Z=1, F=1 kV/em, m=0, n =20 \
000 T I T T T T I| T T T T I T T l' T T
-1.0 0.5 0.0 0.5

Ef| Egl

Fig. 4. Energy variation of A%, DOS and Zy for the m = 0, ny; = 20, channel for Z =1 and
F=1FkV/ecm.

In this [2a] range Ay and consequently DOS shows a series of sharp “spectral lines” (Fig.
4)). The factor Ay acquires quite high values on the lines, while it becomes negligibly
small in between them. The origin of these intense lines is the following: For E < 0, the
potential Uy.ss(v) forms an inner well between the origin and the location of the top
of the barrier. The well supports its own quasi-bound level eigenvalues which, however,
do not necessarily coincide with the 2Z;“"m‘ =2 (Z — QZI“"m‘) values imposed in the

computation of the wavefunctions Y. Very high values of Ay occur whenever 27, nlml



coincides with one of the eigenvalues supported by Uy .rs(v) and the electron is trapped
within the inner well (see Fig. [2(d)). When this happens, we refer to them as quasi-
bound or resonant channels (or states) or simply resonances where, particularly for
the hydrogenic Stark effect, the electron may escape from the atom solely via tunneling
(Fig. [(d)). Finally, the states in range [2a] of Fig. [4] whose energy lies in between
resonances are not particularly important for the description of the Stark effect and, as
said above, correspond to very small Ay values. They are to be named hereafter simply
as non-resonant channels. As a first example of the above definitions, consider the
energy F = 40.5|E,,| for m = 0 and F' = 1 kV/cm, where the criterion 0 < Z; < Z =1
is fulfilled for 14 < n; < 53, where all these n; values correspond to open, continuum
channels. All other channels are closed. As a second example, consider the energy F =
—0.9564| Ey,| for m = 0 and F' = 808 V/cm, where the open channels (0 < Z; < Z =1)
correspond to 0 < n; < 25. Channels, ny = 0 and n; = 1 are continua, n; = 2 is
a resonant channel with a relatively high value of Ay while the rest of them are non-

resonant with practically negligible Ay factors.

2.2. Description of atomic ionization: The time-dependent Schrodinger
equation and the probability current density for an effective two-level

system
The study of the interaction of an atomic system with radiation and the associated
dynamics requires the solution of the TDSE,

i— =HU, (2.15)

where the Hamiltonian # is composed by two parts, as

A

H = H(r)+ V(1) (2.16)

The time-independent part, H (r), refers to the atomic system, as well as possibly to
terms related to the interaction of this system with static external fields. In the present
work it is given by

H= —;vz + Ugs(r). (2.17)

The time-dependent part is here the interaction term between the atom and the radiation

field. By adopting the dipole approximation [45], this term is written as,

Vir,t) =& r&G(t)(e™ + et (2.18)



where & is the field amplitude and G(¢) its time envelope whose amplitude is restricted
within the [0, 1] interval.

The interaction of an atomic system with radiation may lead to coupling within a small
subgroup of the atomic states, a necessary and sufficient condition for the physical process
at hand. Along these lines, the presently examined single-photon ionization process may
be described by an effective two-state model, comprising of an initial state 1; of energy
E; and a final state of an outgoing (Stark) wavepacket ¢, of energy E. The two states

are connected by the laser field, whose frequency is given by
w=F—-F,. (2.19)

Using first order perturbation theory and the work of Ref. [39], we write the wavefunction

U(r,t) of Eq. (2.15) as,

U(r,t) = ¢y (r)e Bt gt (v, )e i, (2.20)

out

where it is implied that 1}, oc &.

The initial state v; can be either the ground or a low excited state of hydrogen. Such
states exhibit short spatial extend and, due to the Coulomb field dominance near the
origin, remain practically unaffected by the static electric field, as long as the field’s
strength is kept relatively low. Therefore, the electric field can be neglected in the
calculation of the wavefunction of ;. Nevertheless, it will be assumed here that it is, to
a good approximation, an eigenstate of the Hamiltonian , that is,

Ho; =~ Enb. (2.21)

Inserting Eqgs.(2.16]) -(2.21]) to Eq. (2.15]) we arrive at,

aw(—;i —iw
(Z 8tt+Ew"+“t>e -
Hyle™™ + Eye - rG(t) (wi(em +e ™) 1ot (14 e’Qi“t)> : (2.22)

Keeping only the first-order terms with respect to &, (and remembering that 1}, oc &)
Eq. (2.22) simplifies as follows,

@ ~ .
(iazg + E) ot = HOS, + £ - 1EG() (€2 4+ 1)1 (223)

2iwt

Furthermore, the rapidly oscillating term e can be dropped, since its contribution

averages to zero. This is the rotating wave approximation (RWA) [48]. This does not

10



hold true for the envelope G(t), which is assumed in this work to be slowly varying as

compared to 1/w. Let us finally define the so-called, source term,
S(r,t) =& -r&G()Y;(r), (2.24)

where, for convenience, we set hereafter & = 1. Then, the TDSE takes the form:

9 ] + _
(Zat — [H(r) — E]) ot (L) = S(r, 1), (2.25)

which from now on, it will be called as TDSE-S ( Time Dependent Schrodinger Equation
with a Source) and its solution is at the core of the present work. In earlier works [19)
Eq. (2.25]) was solved for a radiation field characterized by an envelope constant in time,
G(t) = 1, V t. In this case, the time derivative in Eq. (2.25)) vanishes and a steady state
is reached. The steady state version of Eq. ([2.25]) is written as,
[A(r) = EJgd,(r) = —& - rehi(r) (2.26)
and its solution is briefly presented in the Appendix.
Of interest in any photoionization calculation and/or experiment is the outgoing flux
of the produced electrons. In this work we consider photoionization as a half collision

process [17],]19], and this flux is obtained via the electron probability current density.
The latter is defined as:

3r,0) = o [0V (¥5)" = (65) ¥ (vr)]. (2.27)

and can be calculated once the TDSE-S is solved and ), is known. Note that the
outgoing wavepacket 1, in Eq. (2.27) must be necessarily complex, since otherwise the

probability current is zero.

2.3. Time-discretization of the time-dependent Schrodinger equation with
a source
In the absence of analytical solutions for the TDSE-S we need to discretize the time

and calculate 1, at each time step [49]. By adopting a time grid of step At and deploying
the, so-called, short time propagator in ([2.25)) [39], we obtain,

B (1—i4HA - B))
(1+i5(H - E)

iAt
2(1+i4!H - E))

+(r,t+ At)

out

S t) + (S(r,t) + S(r,t+ At))

(2.28)
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or

<1+zA2[H E]) STt 4+ At)

(1—@A2t[H E]) +(r,t )+2A2t(S(r,t)+S(r,t+At)), (2.29)

that is the equation whose solution is required.

As a first step for solving Eq. an appropriate matrix representation is to be
chosen, for its spatial part. Then in Eq - the operators (1 + 4t [H E]) and
(1 — &t [H E]) will be square matrices and everything else will be column vectors. At
each tlrne step the solution for 1, (r,t + At) is to be obtained, that will subsequently
replace ¥, (r,t) in and the solution will advance in time iteratively. By keep-
ing the time-step constant, matrix (1 + 4t [H E]) inversion and its multiplication by
(1 — 4t [H E]) are executed only once irrespectively of the number of iterations in-
volved. To make the numerical computation easier and less time consuming we adopt

the idea of Ref. |47], according to which a new wavefuction is defined as:
W(r7 t+ At) = out( t+ At) + ¢out( ) (230)

and Eq. takes the form,
AL - At
(1 + 27(}[ — E)) W(r,t+ At) =29/ ,(r,t) + 5y (S(r,t)+ S(r,t+At)), (2.31)

where the multiplication of the two matrices is replaced by the multiplication of a ma-
trix with a number. Now, (2.31) is solved for W(r,t + At) and at each time iteration
¥l (r,t+ At) is recovered by means of Eq. ([2.30)).

2.4. Time Dependent Schrodinger Equation with a Source for the Coulomb-

Stark problem in semi-parabolic coordinates

The symmetry considerations discussed in section 2.1 apply also to the Coulomb-Stark
TDSE-S. Therefore, semi-parabolic coordinates are to be employed here as well, in which

the initial hydrogenic wavefunction can be expressed as,

wi(r) = (2mxv) 2 X ()Y (v)e™, (2.32)

either with or without the presence of the static electric field |1], and where m; is the

magnetic quantum number of ;. As for the excited, outgoing, final state wavepacket, it

12



is written as,

our(1,8) = (2mx0) ™2 37 X i) )Yty g (0, 1) ™ (2.33)
ntm/
Note that the wavefuctions X; in Eq. and X1/ ;| in are standard known
solutions of Eq. discussed in section 2.1. Moreover, the time-dependence in Eq.
is attached solely to the wavefunctions y+, . Oof the v coordinate, along which
ionization is allowed. Similarly, for the W (r,t) in Eq - we have:

W(r,t) = (2mx0) ™2 37 X e (X)Wt s (0, )™, (2.34)

/ ’
ni,m

where
Wt e (U, T+ AL) =y (0, T+ At) + yn (U ). (2.35)

Inserting Eqgs. (2.32)-(2.35]) into TDSE-S Eq. (2.31]) we arrive at,

(2mxv) Y > eimld’Xn/lquwn/l,m/ (v, t+ At)+
nf,m/

1 d?
2 dv?

. iAt
2(x? +v?)

eim/¢Xnﬁv|m/| ( + UYeff( ) —2(Z — Zm o l)) Wn m! (v,t+ At)]

! /
ni,m

- At
= 2(2myv) /2 im ¢Xn/1,|m/‘y;“,lym, (v,t) + 17 (S(r,t) + S(r,t + At)) .

n/,m/

i
12

(2.36)
and with [7° dx X, m|,

e—lm

Now, inserting the expression for the source, acting with [ dp*

we arrive at,

Z[Kmn/ +v (5n1n]wn m(v,t+ At)+

!
ny

At 1d® 4m? -1 F ol
P [‘W F L Tt B = 2(Z — 20| w0, 4 ) =

22 [ i, + U200, ] yn m(t) = ’LA2t (G(t) + G(t+ At)) gt (v),
(2.37)
where
Koo = Ko = /0 " X XXt i (2.38)
and N i m)¢
() = Yilw) [ X X007+ [ o e (2.30)
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This is the system of equations to be solved with the initial condition,

Yt (Ut =19 =0) =0, Vny,m, (2.40)
where the initial time ¢ is set here ty = 0, so there is initially no population in any state
other than the initial one. Important note, the equations that constitute the system
are orthogonal with respect to the magnetic quantum number m, so for every value of
|m| the equations are solved separately. The function g, (v) originates from the spatial
part of the source term, and is subjected to selection rules emerging from the ¢-angle
integral in . Note here that for odd values of m, the change m — —m leads to a
simultaneous change of sign for the function g;' (v) and the wavefunction y:[,1 m(Ut). As
for the constants K, .., they couple the equations of the system (2.31). It turns out
that these coupling constants are quite important for ny = n} =1 and become practically
negligible for |n} —ny| < 3, and can be safely neglected thus leading to a sparse coupling
matrix representation in the system . On the other hand, if a steady state is

established, in which the wavefunction w,,; ,(v,t) remains constant in time so
Wr i (V) = 2y:{/1’m,(v) and G(t) = G(t + At) =1, (2.41)

the system of equations decouples and each equation for a given value of nq,

~5ger + UrersW) =202 = 21 Lyt (0) = =g (), (2.42)
is solved individually (see Appendix).

Finally, since, as mentioned earlier, the electron remains bounded along the y-direction
and the ionized electron flux can emerge solely along the v coordinate, the electron prob-
ability current density needs to be calculated on the surface of a paraboloid of constant

v = v at each time ¢ and writes,

JE((baX:t) =J- €y = — ) (243)

V=U

7; + M_( + )*8w;zt
2i D2+ v 2 | o out) "5y

with e, the unit vector along the v-coordinate. Equation (2.43) can be put in a more

compact form,

J@(Qb, X5 t) == (244)

v=v

1 v 0(WPgu)”

Assuming the outgoing wavepacket 1), in (2.33) is known, we insert it to Eq. (2.44]) and
finally get,

1
- 2mxv[x2 + v2]1/2

J@(¢a X5 t) =
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i(m/—m 0 *
Im | Y et )¢X%Lmv(X)X%hhm(xndgm&v,ﬂéh}(%mev,ﬂ):

! /
ni,n1,m’;m

(2.45)

V=0
Equation ([2.45)) may provide the cumulative signal J;; recorded over time by a virtual

detector located at v = vg.;. Hence,

Tld) = [ A (01, (2.46)

where ?,,,, i not necessarily infinite, but large enough for the transients to disappear and
for J,,,, to stop evolving with time. So it represents the total signal flux accumulated
at the detector position throughout the system’s temporal evolution. Finally, the total

cross section can be defined as
tmaz
am:A At [ o063, 1)dS, (2.47)
where dS = yv [x* + vz]l/ 2 dxd¢ is the surface element on the v-paraboloid. Thus, Eq.

(2.47) depicts the integration of J,, (¢, x,t) over the whole surface of the detector and

over the full temporal evolution of the ionization process.
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3. Implementation and numerical methods

3.1. Discrete Variable Representation

The manipulations presented in the previous chapter allow the spatial dimensionality
reduction from 3D to 1D (Eqs. (2.37)-(2.39)). While the v coordinate extends over the
[0, 00) interval, in practice we need to set a finite upper bound v,,,,. Furthermore, for the
spatial part of the system ([2.37) (or any other similar system), a function basis must be
selected that leads to a given matrix representation. Here we choose the Discrete Variable
Representation (DVR) [50], due to the simplicity it offers in the representation of the
operators present in our equations. As it is implied by it’s name, DVR is a discretized
coordinate representation over a given spatial grid, and the DVR basis functions are
eigenfunctions of the coordinate operators. For a radial coordinate basis, say |z;), scalar

potential operators U are approximated by diagonal matrices

<$Z| U |LL’]> = U(SL’I)(SU, Z,j = 1,273, ...,N,

where N is the number of grid-points, while the kinetic energy matrix 7' = %% in
coordinate space is approximated by a square and symmetric N X Nmatrix:
Ty = (x| T'|x;) = Tys, 0,5 =1,2,3,...,N. (3.1)

By implementing an expansion over a given complete basis set, the kinetic energy matrix

elements, become,

T, = Y (wifm) {m| T ) (nle;). (3.2)

mn
In the above equation, |m) and |n) are state vectors of the chosen set, whose selection
is in principle arbitrary. Here we employ a variant of DVR called Fourier Grid Method
(FGM) [51], in which a Fourier basis is selected, which is associated to an even number
N of plane waves in momentum space. These waves correspond to N discrete values
of momentum. As a result, in the limit of infinite number of grid points N — oo, the

elements T;; are written as [52],

71.2

T, —
! 6Az?

(3.3)
1 1
T, =(—-1)"7——-==, 1 #£].
Note, however, that FGM can only be applied to equidistant grids (constant Az). De-
spite their simplicity and ease of use, these grids can result in inaccurate solutions in

Coulomb-like potentials [53]. This well-documented shortcoming is further discussed in
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the following section along with standard methods used to alleviate the problem.

3.2. Space discretization and variable mapping

To construct an equidistant grid over the interval [0, vy,q.], in order to utilize the
FGM, each point should be described by

vi=(i—1)Av, 1=1,2,3,...,N, (3.4)
with the step of size,
v
Av = "2 3.5
VTN (3:5)

Introducing (3.5)) to (3.4) we get the form,

Vi = Umaz i, (36)
where the points z; are given by,
1—1
i=— 1=1,23,...,N, 3.7
&= ¢ (3.7)

and refer to an equidistant discretization of the dimensionless variable z € [0, 1]. In fact,

the discrete version of ({3.6)) can be associated to a continuous transformation of the form,
V() = VnmaeT- (3.8)

Initial tests with this grid quicly verified results from earlier studies, constant step
grids can lead to inaccurate solutions [54]. The reason for this inefficiency is briefly the
following: The solution of the Schrédinger (or of a Schrodinger-like) equation oscillates
with a de Broglie wavelength that depends on the potential energy (here Uyrr(v) of Eq.
(2.6)). On the other hand, an accurate solution needs to guarantee an approximately
equal number of points per wavefunction oscillation, a condition hardly achievable with
constant spatial step. Many authors have shown that the problem worsens for Coulomb-
like long-range potentials [53], with the present case of a static electric exacerbating the
problem.

The preceding discussion underlines the need to bridge the gap between FGM’s re-
quirement for constant Ax = ﬁ and the physical problem that calls for an adaptive
Awv. This is possible through a, generally non-linear, variable transformation (mapping)

v > x. Thus, Eq.(3.8)), which is a linear transformation needs to be generalized to,

V() = Umazh (), (3.9)
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where h(x) is a mapping function to be discussed in detail shortly. However, like the vari-
able z, the function h(z) is restricted to the interval [0, 1] with A(0) =0 and h(1) = 1. It
is a continuous, monotonous function, preferably differentiable up to at least third order.

Thus, the so-called mapped-FGM begins by defining the Jacobian dv/dx of the trans-
formation v — x, which, using Eq. , is given by,

dv dh

- — p— / — ] 1
Jr = Vmar 7 Umaz () = Vo (), (3.10)

where j(x) stands for a dimensionless Jacobian. Next, by following Refs. [51],[53],[55],[56]

we also define the auxiliary functions A and A, such that,
w(v,t) = [j(@)]* Az, 1),

Yot (0 1) = [ ()] 2N (2, 1). (3.11)

The two functions are related by,
Apym(x, t 4+ At) = Ay (@, t+ AL) + Ay (2, 1). (3.12)
Then, the system ([2.37)) is transformed to the following one,

S Ko, + V2D ()00, | V(@) Ay (0, + At)+
"

At 1 d? : nyjm
27 Z:(S”/lvnl [_QM + 8(1‘) + Ugwsz(x)[UY,eff(x) - 2(Z - Zl ! I)] An’l,m<x>t+ At) =

2 Z [Km,n’l + Uﬁth(fCﬁm,nd Ug@aij(x))‘nﬂ,m(xv t)_
ny

AL 5 3

— 11—

5 Vmaad " (2) (G(8) + G(t + At)) gy (@),

(3.13)
where the function s(z) arising in (3.13)) is given by,

3 (@) @
S<x>‘8<a‘<x>> ) (314

In (3.13) we consider A(z,t) as a known vector, and we solve iteratively for A(x,t).

Similarly with (2.40f), the initial condition is,
)\n/l,m(v7t = tO = 0) = Ovv nlla m. (315)

The definitions (3.11)) eliminate the first-order spatial derivative in the transformed sys-
tem of Eq. (3.13)). A very advantageous condition, for this particular term would have
been assymetric making the numerical solution of (3.13]) a lot harder to get. Finally, after
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discretization using the equidistant point grid of (3.7)), and recalling that (3.13)) is solved
at each new time step t,41 = to+ (n+ 1)At, the system (3.13)) takes the following matrix

form,
At
[U;A;Mq i+ iQH] AT =

At
Wit A — i 0

2 max

(G 4 G HD)3/2gm, (3.16)

Both q and H are square matrices composed by the N x N square matrices g™ and

H"™ ™ | respectively, each one of the form,

nf=n—1 nl=n ni=n+1

ny — 11 .- qnlfl,nlfl qm*l,m qnlfl,n1+1
q-= ny qm,nrl qmem™ qnl,n1+1 (3.17)
ng+11--- qn1+1,n1—1 qn1+1,n1 qn1+1,n1+1

and
nf=n—-1 nj=n nj=n+1
n—11[--- HmLm-l 0 0
H-= n 0 Hmm 0 (318)
n+1|--- 0 0 Hnrtln+l
with elements
=5, [Km,n,l + v;th(a;i)am,nfl} ,i,j=1,2..N (3.19)

and

H™ = 6y [T+ 835 (5(20) + 0@ [Uyaps(@) — 22 = Z2™))] i = 1,2,..

)
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In Eq. (3.20) the elements of the kinetic energy matrix T}; are given in (3.3]). Similarly,

the vector A" is constructed by N x 1 vectors A" as,

n1—1 (Anlfl)(n—i_l)
A= n | (An)0D | (3.21)

ny+ 1] (Ay )@Y

with elements (A, ;)Y i =1,2,...N. The same stands for the vectors A™ and g.
It should be mentioned that Eq. contains also the diagonal N x N matrices j? and
j3/2, multiplied by ™™, and by g, respectively.

Finally, by defining the matrices,

At
A= lvfquf + zzH] (3.22)

and

At
b — l%gqu A ijvfmx[G(”) + G )33/ gm] : (3.23)

the problem is reduced to the solution of a linear system,
AATY = p™) (3.24)

with the initial conditions mentioned earlier. Matrix q and vector g™ are calculated only
once for all values of n; and n} and all points of the spatial grid for all time steps. The
same holds for the Hamiltonian matrix H (where the only difference for the different

values of n; is the separation constant Z7" 1’|m|).

3.3.  The mapping function

For reasons to be explained in the next chapter, the number of spatial grid points N
cannot exceed 2000-2500 in our calculations. These points are to be distributed within
the [0, Uynqz] interval. Additionally, for field strengths of interest of the order of 1 kV/cm,
—Fv*/2 is the dominant term of the potential Uy,esy already for v ~ 150-250 au (1.2-3.3
pum). This spatial extent in the v-coordinate, the potential Uy, s at hand, and the mod-
est number of grid points that can be allocated to the spatial solution calls for a judicious
point redistribution through the mapping function h(x).

It is frequent to base the selection of h(z) on either semi-classical arguments |51],[54]

or "simple" educated guesses [57]. Combining the best of the two approaches, the most
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convenient ones are of the form h(x) = z¥ | that were employed mainly [53] for potentials
exhibiting an asymptotic Coulomb tail at large distances. Furthermore, these transfor-
mations were used over the full spatial range (i.e. from the origin to large distances) with
a single k value. Attractive potentials demand a dense grid near the origin, so a large k
is required (k > 2 or 4 etc). In this case, the grid is sparse at large distances. Repulsive
potentials can be handled adequately even with £ = 1 at short distances, but as they will
become attractive at some point this option leads to degrading accuracy, making k£ > 2
a wiser choice.

In our case, the potential Uy s¢ has certain particularities that make the employment
of single k over the whole [0, Uy,q,] range prohibitive. First, depending on the value of
|m|, it may be attractive or repulsive near the origin. Second, for negative energies a
barrier is formed requiring special treatment, particularly when 27, lies below this bar-
rier (tunneling phenomena). Third, at large distances there is no decaying Coulomb tale,
but a dominant —Fv*/2 term leading to a continuously decreasing de Broglie wavelength
(or, classically speaking, an increasing kinetic energy) as the distance from the origin in-
creases. Such long-range behavior calls for a progressively denser grid near v,,,,, instead
of a sparse one (that is, for example, k < 1).

Optimal mapping is not a well-posed problem and the search for a better one is an
ongoing project. In the present work we take care of the first and the third of the above
issues, knowing that our solution may not be optimal for the second issue concerning
“under-the-barrier” situations.

Hence, we propose the following piecewiese mapping function,

pazha when 0 <z < x4
h(x) =  hap(x) when x4 <z < zxp - (3.25)

pB(l"kB —1)+1 whenzp<z<l1

The form paz*4 in ensures that h(0) = 0. Accordingly, the form pg(z*2 — 1) + 1
ensures that h(1) = 1. The point x4 corresponds to the location v, after which the
centrifugal /centripetal term of Uy.r; has completely decayed. For x < x4 we choose
ka=4 for m=0 and ks = 2 for |m| > 0. Accordingly, for negative energies x5 corresponds
to the point vp where the maximum of the barrier is located.

For the positive energies, where there is no barrier formation, xg marks the full dominance
of the —Fv/2 term. In both cases, semi-classical arguments [51] suggest that, for x > g,
kp = 1/3. Once the connection between the points x4 and zp with the points v4 and vg

is made the p4 and pp parameters in Eq. (3.25)) are expressed through them as follows:

ka YA

T=24:04=0(Ta) = Unash(Ta) = pa =12, (3.26)

max
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UM”(U) (a.u)

Fig. 5. The effective potential Uy,sp(v), for Im| = 0, F = 808 V/cm, E = —0.964|E,|,
za =0.11, xp = 0.35, vger = 110 a.u.. Upgr = 120 a.u., v4 = 3.59 a.u. and vg = 69.26 a.u.

and

1 UB
r=1xp:vp=0(TB) = UmwN(TB) = PB 25+ 1 \omar (3.27)

The connection function hup(z) or any other relevant function in Eq. relates
4 to vy and xp to vp, but depends on x4 p parametrically. There are, in fact, several
different procedures to follow for obtaining all these functions over the full interval [0, 1].
The most straightforward is to express h(z) within the interval [x4, x| as a seven-degree
polynomial that is differentiable up to third order and determine the polynomial’s coeffi-
cients by a matching procedure to the forms of Eq. and their derivatives at x4 and
xp. This way a relatively smooth h(x) function is produced, but at the cost of a rapidly
varying function s(x) (Eq.), irrespective of the choices of x4, 2.

Another possibility that we examined is based on the smoothness of the product
j2(z)Uy,ess(x) appearing in Eq. (3.13). Unfortunately, also this method resulted, under
certain conditions, to functions s(z) and/or h(z) that were not smooth. Therefore, our
presently adopted methodology uses as the first and main criterion the smoothness of the
function s(x). Specifically, s(x) is expressed within the interval [z4, x| as a fifth-degree
polynomial whose coefficients are determined by matching it to the forms for x < x4 and
x > zp. For these two ranges both forms of h(x) in Eq. lead to,

k*—1

T h (3.28)

s(x) =

with the appropriate value of either k4 or kg. Note that Eq. (3.28)) does not contain the

constants pa,pp. Then, a smooth trial s;(z4,xp,x) function is obtained that depends
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parametrically on x4, zg. This trial function is used for solving the differential equation
n" —2sy(xa, xp,2)n =0, (3.29)

from which we get the dimensionless jacobian function,

jlx) = , (3.30)

which, along with the matching conditions,

jlag) = A ka1 (3.31)

Umaz Ta  1%(224)

and

(vp) =k 41 _ UUB kp—1 1
x — max ,I —
J\TB B 1_ x%B B 72(z5)

(3.32)

determines j(z) and from it the function h(z) within the [z 4, zp] interval as,

+ h(wA)a

hMzg) — h(za) [ da’
h(z) = [TE - /“ n2(z')

zA n(a’)
ra<w<upg,

VA UB

Wa) = ——, h(zp) =

(3.33)
Umaz Umazx
and, consequently, overall space. Nevertheless, this procedure does not guarantee the
smoothness of either j(x) or h(x). In practice, an arbitrary value of z4 is chosen, and
xp is then varied until a smooth overall h(z) function is obtained within a predefined
tolerance. Unfortunately, quite frequently j(x) is continuous but not smooth and the j'(x)
and j (z) functions are discontinuous. It should be noted that neither of the two functions
is required individually, only their combination in s(z) which is smooth by construction.
Finally, the optimal choice of x 4, is made by minimizing the error of the electron current
density, by comparing the solution of the TDSE-S with the known steady state solution
discussed in the Appendix. Details and examples on the optimization procedure are given

in the next chapter.

3.4. Avoiding reflections at the spatial boundary: The mask method and
function

A common problem that occurs in the numerical solution of TDSE is that of the

boundary conditions. Specifically, by imposing a finite [0, Uy, spatial range, one is

implicitly enclosing the computed traveling wavepacket within an infinite potential well.

While this possesses no problem at v = 0, the "wall" at v = v,,4, causes an artificial
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reflection of the wavepacket. This problem is frequently rectified by either absorbing
[49],]58] or transparent [47],[59] boundary conditions. Both cases are sensitive to the
momentum content of the wavepacket. As a result, reflection suppression is not perfect
or constant as a function of momentum. To avoid such complications, the methodology
of Ref. |39] is adopted, a spatial mask function that multiplies the ongoing wavefunction
after each time step. The aim of the mask is to sufficiently attenuate the wavefunction
close to the v = v, boundary (adequately distant from the detector) in a way that at
the boundary there is effectively no reflection.

Many different versions of the mask function were studied, the initial one being [39],

1 if 0<z< 2o
m(z) = 9 . (3.34)
1— f (M) 1f Teut S x S Tmaz

Tmax —Lcut

The variable x, which appears in the mask, is the dimensionless coordinate = € [0, 1],
see Eq. , f is a scale parameter that quantifies the attenuation, x.,; is the mask’s
starting point (corresponding to vge;) and ., = 1 is the last spatial grid point (vV,a.)-
A similar function (4th power), was also investigated in the one-dimensional case of a free
wavepacket. It was found that for f € [0.1,0.6] the attenuation is practically independent
of the initial momentum of the wavepacket. Both of these options work satisfactorily but

after some experimentation we concluded that the form,

1 if 0<2 <o
1+ f (—12 (spzes—)” + 16 (ff—ffwt))?’) if Tewr < T < Tmaa

TImazx *Icut) 2(xmaz*xcut

. (3.35)

m(z) =

exhibits a better performance and it is shown in Fig. [6] with the usually employed
parameters f = 0.8, x.,; = 0.8.

Let us now discuss in more detail the parameter f. Evidently, for f = 0 there is no
mask and reflection occurs. In fact, reflection appears even for f = 1, since then the mask
itself functions as a "wall". As discovered by experimentation, apart from these extreme
values, the masking effect is quite insensitive to f, and despite m(z) being a spatial
function, its reflection suppression capability is enhanced by repeatability of action. In
other worlds, f is associated to the number of time steps (= t,4./At). Hence, if the
number of time-steps is high enough, the number of multiplications of the wavefunction
by the mask is also high, and even a mask with a small scale parameter f can, efficiently,
minimize the reflection. As a rule of thump, 1000 time steps is a safe lower limit.

An example is given in Fig. where we can see the |m,n;) = |0,0) channel at
E = —0.967|E,p|, for two cases where t,,,, is the same. In the first case the number of
steps is 5000, and in the second 200.

We can testify the absence of reflection in [7|(a), when the number of time steps is large.
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Fig. 6. The mask function of Eq. (3.35) for f =0.8 and x¢y = 0.8.
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Fig. 7. The time signal at vger = 160 a.u. (Upmae = 200 a.u.), for the channel |m = 0,11 = 0)
at energy £ = —0.967|E,,|, with f = 0.8 and G(t) being a bell-shaped pulse of 0.36 ps duration.
In both cases tmaz = 20 - 10° a.u. and (a) 5000 time steps (At = 4000 a.u.) and (b) 200 time
steps (At = 10° a.u).

In contrast, in (b)7 the non-physical reflection by the "wall" at v = v, is present and
manifests itself as the oscillation that appears at the right "tail" of the signal and is caused

by quantum interference between the original outgoing wavepacket and the reflected one.

25



4. Results and discussion

4.1. Preliminary tests and remarks

Due to the ny —n) coupling in Eqs. (2.37))-(2.38]), the dimensions of the system ((3.24))
are D x D, with D = M x N, N the number of spatial grid points and M the number of

ni-channels included in the calculation. Our computational capabilities allow for a maxi-
mum total dimension D = 10000. As for M, only the open channels need to be included.
In fact, by examining the Ay values of each channel, M may, in principle, be reduced
further. This assumption is, of course, to be verified later in this chapter. To understand
its impact, however, consider the example given at the end of section 2.1, where for an
energy E = —0.9564|E,,|, the number of open channels is 26. Already this is a great
simplification with respect to the TDSE-S solution in spherical coordinates |39],(43],[44]
where M was of the order of 400 channels (corresponding to different values of orbital
angular momentum quantum numbers). Nevertheless, it turns out that Ay values are
important only for n; = 0 — 3, so M can be reduced to 4. Thus, in the above example,
for D =~ 10000 and M = 4 we have N ~ 2500. The latter is the maximum number of
spatial grid points to be distributed in the interval [0, Uy, qz)-

As already mentioned, a constant time-step greatly accelerates the temporal evolution
loop, the D-matrix inversion (Eq. ) is performed only once before hand. Further-
more, after some experimentation, it was found that, if one deals solely with continuum
states with quite short ionization times, tpe; = 20 - 10¢ a.u. and 5000 time-steps are
sufficient for accurate results. On the contrary, resonances with large relaxation times
require typically ., = 10® a.u. and 10000 time steps. These numbers are well within
the computational capabilities of a typical desktop PC, e.g. 5000 time-steps are typically
performed within a few minutes.

Time envelope function G(t) can take on a number of forms. The most common one

G = & (Erf (il% - tw) Bt (225% - tswp>)> PRY

As Fig. [§|shows this function rises from 0 to 1 within ¢,;,, this rise being centered at ¢4+,
where G(tsart) = 0.5. Subsequently, G(t) drops from 1 to 0 within ¢4, while this fall is
centered at tg,,, where again G(ts,,) = 0.5. In this work ¢, = tfay. The Full Width
at Half Maximum (FWHM) of this pulse is 7 (FWHM)= ty0p — tstart > (trise + trau)/2-
If tstop — tstart > (trise + trau)/2 then a flat top pulse is produced, that is shaped like a

writes,

trapezoid. If, on the other hand, tsop — tstart = (trise + tran)/2, a bell-shaped pulse is

obtained that resembles a gaussian one. For bell-shaped pulses, G(t) a Gaussian-type
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form is used alternatively:

T

G(t) = Exp [—4111(2) (t - “ﬂ | (4.2)

In (4.2) 7 is the FWHM and ¢. is the center of the pulse. Finally, if

1.0

0.8 4

0.6
7 (FWHM)

G()

0.4

0.2

0.0

. . ; .
0 500000 1000000 1500000
7 (a.u.)

Fig. 8. The time envelope of Eq. (A1) with tsrs = 5-10° a.u., tstop = 9 - 10° a.u. and
trise = Lfal = 10° a.u.

tstop — tstart >> tmas (last temporal grid point) then the pulse only rises but never falls
within the calculated time interval, thus allowing a constant energy supply to the system
and the simulation of steady state situations. The latter cases are are available in the
literature [19], and may serve as benchmarks for our method.

Throughout this work, field strength is set to F' = 808 V/cm and m = 0 identical to
the values adopted in experimental and theoretical projects investigating near-threshold
resonances and continuum states of the hydrogen atom [19],[27]. The same states are
also studied in this work allowing for a direct comparison with the available literature.
Further, it is convenient for the upcoming discussion to introduce the reduced energy

variable,
e = E/|E, (4.3)

instead of the absolute energy F measured with respect to zero-field limit.
We select the static field axis z as the quantization axis and assume linearly polarized
exciting radiation with the polarization vector € parallel to the field direction (e//F).

For this a.k.a m-polarization the dipole operator writes,

gr=z=2_" (4.4)



Insertion of operator (4.4) to Eq. (2.39) leads to the selection rule Am = 0, and, therefore,
the initial and final state must have the same magnetic quantum number. Furthermore,
we restrict the present study to m = 0 initial and final states (computationally the most

challenging ones). In this case, g0 | is given by,
1
9o, (v) = 3Yi(0) [CF) = v'CR (4.5)
where C1) and C?) are constants which are defined as,

W = [T dxXa 000 Xi00x"

. (1.6
cP = /0 dx X, 0(X) Xi (X).

and are calculated numerically for each value of n;.

We employ hydrogen field-free initial states (m = 0), specifically either the n = 1
ground state or the n = 2 first excited one (assuming it has been populated by some
means e.g. laser excitation [27]). Specifically, in semiparabolic coordinates the ground
state’s X; and Y; components are written as [19],

X0 = 2232 e

Zv?

Yi(v) = Zv'Pe 2,

(4.7)

while the respective components of the superposition 27/2[|2s) 4 [2p,,—0)] [19] employed
in this work (identical to the one found in experimental [27] or theoretical works [60]) are
given by,

Xi(x) = 2x"? B_ZTXQ,
(4.8)

Y;(v) = 2732 Z01/? (1 — §U2> e_ZTlﬂ,

As a fitting end to this section let us discuss in some detail the mapping method and its
parameter selection that was briefly introduced in the previous chapter. The procedure is
as follows: Beginning with a smooth function s(z) (Eq. (3.14)) and once a pair of k4 and
kp is selected, a value is given to x4. Then zp is scanned within the interval (x4, 1) until
a smooth h(z) mapping function (Eq. (3.25)) is obtained within a pre-specified tolerance.
When the optimum z 5 is obtained for a given value of x4, the probability current density
at vger computed by solving TDSE-S under steady state conditions is compared with the
corresponding Time-Independent Steady State (TISS) solution of the Appendix. Finally,
the optimum value of x4 is determined by minimizing the difference between the two
calculations. Figure |§| shows the variation of Error (defined in the graph’s legend) as
a function of x4 for several k4, kp pairs. In all cases the calculation is carried out on a

5000-point time grid, a spatial grid of 2000 points, vge; = 160 a.u. and v,,., = 200 a.u.
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Fig. 9. Comparison between the TDSE-S and the TISS results for the parameter x, with
e = —0.9564, |m| = 0, F = 808 V/cm for different values of ka and kp. The difference is
calculated at each grid point as [JTDSE(a:i)2 — JTISS(xi)Q}l/z. Those differences squared are
summed, and the square root of this sum is the Error.

Evidently k4 = 4 is a better choice than k4 = 2 (rather expected since m = 0). Surpris-
ingly, the k4 = 4, kg = 1 combination gives the lowest minimum FError. The difference
from the k4 = 4, kg = 1/3 pair, however, is practically insignificant, and, at present, we
choose this latter pair in accordance with WKB arguments.

In connection with Fig. [5]it is noteworthy that the z-scale is connected to the v-scale
in a highly nonlinear manner. For example, the optimum x4 for the k4 = 4, kg = 1/3
pair acquires the quite large value of x 4 = 0.11, which results to an almost identical signal
with x4 = 0.14 that gives the minimum FError ,while the xp — x4 distance appears to
contract the vs-vg one. More importantly, however, this optimization of the spatial grid
while it is based on the steady state solution, it is expected to be valid for any excitation

time profiles G(t), such as the bell-shaped ones.

4.2. Steady state TDSE-S solutions

As it was mentioned earlier the TISS solutions are very important as they allow us
to test the validity of our method. For the steady state solution, G(t) has the functional
form of Eq.(4.1)) with 7 > #,,4.. This form simulates a constant energy flow to the system
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and if this happens for a sufficient amount of time, (larger than the state’s lifetime)

temporal evolution disappears and the steady state is reached.

4.2.1. The m = 0 non-resonant case

A typical negative non-resonant energy, near the ionization threshold, is ¢ = —0.951
with its TISS solution documented in the literature [19]. As discussed earlier, a necessary
first step before we start crunching numbers, is to identify the channels that will have an
appreciable contribution to the end result. From Table [I| it can be concluded that the
channels ny = 0 and n; = 1 are continua, as their respective eigenvalue 275 is greater than
the maximum of the potential. All other channels are non-resonant and only n; = 2,3
seem to have a non-negligible Ay value. So, only the first 4 channels (n; = 0, 1,2, 3) seem
to contribute significantly and should be taken into account for the calculation.

Furthermore, the maximum time %,,,., that is required to reach the steady state is

20 - 10° atomic units of time (=~ 0.12 ns).

Table 1. Computed nodal values for the case Z =1, m =0, F =808 V/cm and ¢ = —0.951.

7 Ax Ay 27, — Uy'%%,
0.0194677 0.279246 1.00008 0.152289
0.0586083  0.280338 1.00063 0.0740075
0.0980513  0.281403 0.395047 —0.00487852
0.13779  0.282442  0.00398385  —0.0843566

0.177819  0.283457  0.0000803132 —0.164415
0.218133  0.284448 3.83664 x 1077 —0.245042
0.258725 0.285417 1.01127 x 107 —0.326226

oUW = O

The temporal evolution of the total signal on the detector (¢ = —0.951) is presented in
Fig. [10]

It is evident that the system follows the behavior of the source, which continuously
provides energy throughout the entire process. The beating structure is produced by
the interference of the |0,7,) channels. Each channel has a non-zero reflection coefficient
when it reaches the potential barrier and each reflected wave oscillates with a different
de Broglie wavelength, so the resulting interference, has this peculiar form. To better
understand what happens lets observe each of the contributing channels separately. The
continuum channels n; = 0 and n; = 1, due to their large value of Ay are the most suit-
able to examine. We expect that for continuum channels, such as those two, the reflection
from the barrier will be less intense, as the difference 27, — Uy*(f; becomes higher. An
example is presented in Fig. [I1] In this graph the eigenvalue 275 of the channel is much
higher than the barrier’s top Uy}, hence the reflection coefficient is almost zero, much

like its classical analog. For the energy under study however, we observe a non-negligible
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Fig. 10. Total detector signal vs time for the non-resonant case ¢ —0.951, F' = 808 V/cm and
m =0, using the channels n1 =0,1,2, 3.
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Fig. 11. (a) Channel’s |0,0) time signal for e = —0.3, F = 808 V/cm and m = 0, with
27y — Uy'gfy = 1.79795. (b) Channel’s |0,0) time signal for e = —0.951, with 2Z — Uy'gy; =
0.152289.

percentage of reflection, since the eigenvalues of the continuum channels are much closer
to the maximum value of the potential. The total detector signal versus time for the
same energy can be seen in [12|(a) and in [12|b), respectively, for ny = 0 and ny = 1. The
signal of n; = 1 has a more intense oscillatory behavior, as was expected, because the
eigenvalue 27, has a value that is closer to the potential’s maximum, than 2Z5°. The
interference of these channels appears in (c) If we also include n; = 2 channel then,
we get the result of Fig. [I0] Incorporating channel n; = 3 has no noticeable effect to the

total signal, since its Ay value is significantly smaller than the others.

Finally, the total cumulative signal for different coupled channels, appears in Fig.
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Fig. 12. Total detector signals vs time for the non-resonant case (¢ = —0.951, F = 808V /cm,
m = 0) and for the channels (a) ny =0, (b) ny =1 and (¢) ny =0, 1.

alongside the TISS results. It is worth mentioning that the TISS results include all the

26 open channels, which are produced by the program.
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Fig. 13. (a) The cumulative signal at the detector (¢ = —0.951, F' = 808 V/cm and m = 0)
for different coupled channels alongside the TISS result (b) Magnification of (a)

We can now conclude that incorporating only 4 channels in the calculation is a valid
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approximation, since, they can accurately reproduce the TISS results. In the magnified
view of Fig. Fig. [L3|(b) there is graphical evidence of the insignificant changes to the
signal between 3 and 4 coupled channels. This, however, was expected as the factor Ay
for the |0, 3) channel is three orders of magnitude smaller than that of the |0,0) and |0, 1)

channels.

4.2.2. The m = 0 resonant case

By far, the most interesting and intriguing cases are the resonances. With the pa-
rameters of section 4.1, a resonance exists at ¢ = —0.9564. As a preview of what follows,
these unique cases require special treatment, as their numerical solutions with the pro-
posed method do not present the kind of accuracy the non-resonant cases enjoyed.

The first step, as before, is to decide which channels should be included in the TDSE-S
solution. Based on Table [2| the first two channels (n; = 0, 1) are continua and must be
included in the calculation. Channels n; > 3 are non-resonant with very small values of
Ay and we keep only ny = 3. The most important channel, however, is n; = 2. It’s a
resonant channel, testified by the sharp increase in the value of Ay and its long lifetime

as it will be shown shortly. Once again, we use four channels with n; = 0,1,2,3. We

Table 2. Computed nodal values for the case € = —0.9564.

ny Zl AX Ay 2Z2 - U{;}g}(f
0 0.0195225 0.279637 0.999663 0.131579
1 0.0587714 0.280721 1.04948 0.0530811
2 0.0983212 0.281779 6.25222 —0.0260184
3 0.138165 0.282812 0.00166875 —0.105707
4 0.178298 0.283820 0.0000131222  —0.185973
5 0.218714 0.284805 1.6814 x 1077 —0.266804
6

0.259407 0.285769 1.26734 x 107  —0.348191

still aim at reaching the steady state, so we will use the time envelope G(t) of Eq. ,
again with 7 > t,,4, but this time t,,,, = 10% a.u. or ~ 2.42 ns. The maximum time
of the calculation, has been significantly increased in comparison with the non-resonant
case. This is dictated by the large lifetime that characterizes a resonant energy. The time
signal of the virtual detector can be seen in Fig. [14]

The initial surge on the recorded signal subsides with time and eventually reaches its
steady state value. This signal is again a result of interference between the four channels,
though closer inspection of the individual contributions (Fig. helps identify n, = 2
as the main contributor.

Continuum channels, n; = 0,1 (Figs. [I5(a) and [I5(b)), exhibit the same signal
structure as in the non-resonant case. Channel ny = 3 (Fig. [15[d)) has an almost

negligible contribution to the total detector signal, as was expected by its Ay. As for
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Fig. 14. The signal over time at the detector for ¢ = —0.9564, F = 808 V/cm and m = 0
using the channels ny =0,1,2,3.
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Fig. 15. Detector’s signal vs time for the energy e = —0.9564, F = 808 V/ecm, m = 0 and for
the channel (a) ny =0, (b)) n1 =1, (¢)n1 =2 and (d) ny = 3.
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the channel n; = 2, its signal alone is 3x more intense than the signal of the second in
contribution channel, n; = 0. In addition, the form of Fig. [15c) is almost identical with
Fig. 4] a fact that again attests the resonance domination.

Now, the cumulative (temporal integration) signal on the detector vs the x o p-

coordinate is presented in figure [I6] again alongside the TISS solution.
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Fig. 16. Comparison of the TDSE-S (calculated using the channels ny = 0,1,2,3) and the
TISS results for e = —0.9564, F = 808 V/cm and m = 0.

In this case the results exhibit significant differences, that can be attributed to the
complex nature of the resonance. Nevertheless, the quality characteristics are present.
There are 3 local maxima at approximately the expected places. One could expect that
by increasing the numerical precision (i.e more spatial points) the time dependent curve
will approach the TISS one. As stated earlier, improving the spatial mesh is constrained
by the available computational resources. A quick calculation can be enlightening. In
Fig. [16{we used 2000 grid points with 4 active channels (n;) leading to a square D matrix
of size 8000 by 8000 filled with complex numbers for an approximate size of 1GB. If we
increase the spatial precision 5-fold that would swell the D-matrix size to a whopping
size of 25 GB. As a result the computational power to handle such matrices is enormous.
To further illustrate the significance of the number of grid points we can easily go the
other way, lowering to 500 points per channel as it is portrayed in Fig. [17]

Now, even the quality agreement degrades. Of course, let’s not forget that spatial
accuracy depends also on the mapping function, the transformation of coordinates that
intelligently redistributes the same number of grid points to locations where they are
most effective in catching the variations of the potential energy. As was mentioned in
chapter 3, when the eigenvalue 275, lies below the barrier, which is formed for € < 0, the

solution requires special treatment, that is a subject of an ongoing investigation. Despite
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Fig. 17. Comparison of the TDSE-S (calculated using the channels ny = 0,1,2,3) and the
TISS results for e = —0.9564, F = 808 V/cm, m = 0 and 500 spatial grid points per channel.

all, our mapping, manages to capture to a certain degree the de Broglie’s wavelength
variations. Specifically, it captures correctly the nodal behavior of the wavepacket at the
resonance and can correctly reproduce the TISS results at energies just above (or below)
of it. To drive the point home, a fairly naive mapping function like h(z) = z* (used in
the initial tests) leads to a complete washing out of all the quality characteristics, having
no resemblance to the TISS curve.
4.3. TDSE-S solutions for a laser pulse

With the method that was developed throughout the previous chapters, we are able to

solve the TDSE-S, for a variety of time envelopes G(t), provided that it is slowly varying
in comparison with 1/w. A G(t) that was extensively used in tests is that of a short pulse

with flattened top (a.k.a. trapezoid pulse), as in Fig. This pulse can be described by
equation [4.1} By setting tsiop = timaz + 4 - 10° a.u., a pulse of 10 ps is created. Another

example of a pulse is the Gaussian pulse (Fig. with the functional form of Eq. (4.2]),
the duration of which, can be controlled directly from 7.
Pulse shaped sources were simulated with the same parameters and energies that

were used in the steady state tests. If by increasing the pulse duration we can match the

steady state results, the method is validated and can be confidently used in analyzing
the temporal dynamics of the driven system.
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Fig. 18. A Gaussian pulse of T =10 ps (400000 a.u) centered at t. = 2-10° a.u..

4.3.1. The m = 0 non-resonant case

We begin, as before, with the non-resonant energy ¢ = —0.951 and for the trapezoid
pulse. Although the pulse is short-lived we let the TDSE-S follow the system for a long
time, t,,q4, = 20-10% a.u. Again, only channels with significant contributions will be kept,
(n1=0,1,2,3).

The detector’s signal, at vge; = 160 a.u, is depicted in Fig. [[9] One can easily assign
the double peak structure of the signal to the two continuum channels (n; = 0, 1) while
the third local maximum is attributed to the n; = 2 non-resonant channel. A small but
discernible contribution from the n; = 3 channel can also be identified, its faint signature
justified by the corresponding small value of Ay (see Table .

The use of pulsed sources (as in the signal of Fig. serves as an excellent tool for
the effectiveness of the adopted masking. The absence of a reflected wave ensures once
again that the mask works as designed.

In Fig. 20| we present in a common plot the cumulative signal on the detector both for
a pulsed and a steady state source. Though the two signals differ, this is to be expected.
By increasing the pulse duration, we can see the pulsed source signal approach the steady
state one.

Specifically, it seems that the steady state is reached even with a pulse of 0.5 ns. So
tmaez = 0.5 ns, is also a sufficient amount of time for the solution. The same results can
be produced if we use the Gaussian pulse of equation (4.2]).

Again, the steady state is reached with a Gaussian pulse of 7 ~ 0.5 ns. Both pulsed-

source tests provide a further verification of the validity of our methodology. To conclude,

the developed TDSE-S solution, is highly efficient in the energy range ¢ < —0.9 and for
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Fig. 19. The time signal at the detector (¢ = —0.951, F =808 V/em, m = 0 and four coupled
channels ny = 0,1,2,3) for the case of the pulse of Eq. (4.1)), with 7 ~ 10 ps.
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Fig. 20. The cumulative signal at the detector for e = —0.951, F = 808 V/cm and m = 0 in

the case of a 10 ps-pulse (Eq. (4.1))), calculated using the channels ny = 0,1,2,3, alongside the
steady state results.
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Fig. 21. The cumulative signal (coupled channels ny = 0,1,2,3) for e = —0.951, F = 808
V/em and m = 0 and for different pulse duration (Eq. (4.1))), 7 ~ (a) 10 ps (b) 0.125 ns (c)
0.25 ns (d) 0.5 ns, compared with the steady state results.

m = 0, as the agreement with the TISS results attested, both with a constant energy

supply and with a pulse of gradually increased duration.

4.3.2. The m = 0 resonant case

The same time envelopes are used for the solution of the TDSE-S and for the resonant
energy, ¢ = —0.9564. The pulses now last approximately 25 ps (or 10° atomic units of
time) and the system is recorded up to t,,., = 10® a.u, due to the greater lifetime, as was
mentioned before. Again we incorporate the four channels identified also in the steady
state case (Table[2)) that have the largest Ay values, with the resonant n; = 2 one having
the largest value of all. Every other parameter is fixed as usual.

We start the investigation again from the pulse of Eq. , with fstare = Cstop + 106
a.u. As duly noted before, resonant channels suffer from lower accuracy, that’s why this
time we don’t compare to the TISS signal but to the steady state TDSE-S. Over time,
the detector accumulates the signal of Fig. 23|(a).

The observable maxima in the time signal plot, reflect the existence of the three most
dominant channels (n; =0,1,2) that were taken into account in the TDSE solution. The

time signal is additionally presented in a logarithmic scale, in Fig. [23] The gradual
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Fig. 22. Cumulative signal for e = —0.951, F = 808 V/ecm and m = 0 at the detector (coupled

channels ny = 0,1,2,3) for a Gaussian pulse (Eq. (4.2))) with (a) 7 =10 ps (b) T =121 ps (c)
T =484 ps, compared with the steady state results.
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Fig. 23. (a) The time signal at the detector for the case of a pulse, ¢ = —0.9564, F' = 808
V/em and m = 0 calculated using the channels ny = 0,1,2,3. (b) the same signal with (a) in
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reduction in intensity over time reflects the resonance’s lifetime. In order to examine if
the solution for the pulse can rightly reproduce the steady state results, we need to test
the cumulative signal (Fig. .

0.30

I TDSE-S steady state
0.25 % — TDSE-S pulse

0.20

0.15

Signal

0.10 4

0.05

0.00

20 25

x (a.u)

Fig. 24. The cumulative signal for e = —0.9564, F = 808 V/em and m = 0 at the detector
for the pulse of Eq. (4.1)) (with T =~ 10 ps) and for e = —0.9564, calculated using four channels
(n1 =0,1,2,3). The steady state results are also present for comparison.

Short pulse duration easily explains the discrepancies with the steady state signal. How-
ever, as in the previous case (¢ = —0.951), the results coincide if we increase the width
of the pulse, as in Fig. 25

We can testify that a pulse of ~ 2.5 ns, leads the system to a state, that exhibits no
further time evolution.

We arrive at the same conclusions with the Gaussian pulse of Eq. [£.2] Specifically,
we can see that the steady state is reached even for 7 = 1.21 ns. So the duration of the
pulse needs to be =~ 1.5x larger in comparison with the non-resonant energy, reflecting
the larger time of life of the resonant.

The TDSE-S results are reasonable and within our physical intuition, a fact that
proves the consistency of the method. This means that when we finally address the
accuracy issues of the resonant channels, we can be confident for the validity of the

results, coming from the pulse TDSE-S solution.
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5. Conclusions

We have successfully implemented a framework for the numerical solution of the time
dependent Schrodinger equation (TDSE) for the case of near-threshold single-photon ion-
ization of a hydrogen atom in a static electric field. Key novelties of the proposed solution
are the utilization of the short time propagator and semi-parabolic coordinates for the
spatial part. The latter allowed for a great reduction of the dimensionality of the final
linear system to be solved. User-considerate numerical solutions have to use computa-
tional resources efficiently and this was implemented in this work by a carefully selected
variable transformation (mapping) that optimally distributed the points of the spatial
grid.

The computational framework consists of three interlaced autonomous programs, each
with a modular design allowing for easy code optimization. In the first program, station-
ary near-threshold Stark state wavefunctions are computed, for fixed magnetic quantum
number, field strength and energy of interest. This step allows the user to control the
number of states to be included further in the computation and thus determine the dimen-
sionality of the problem. The second program performs the time evolution thus providing
the TDSE’s solution, which is an outgoing, ionizing wavepacket. Additionally, it notably
takes the necessary steps to avoid unphysical reflections at the edge of the spatial grid.
Finally, the third program uses this computed wavepacket to calculate the probability
current density of the photoionized electrons at the surface of a virtual position sensitive
detector.

As a benchmark, the solution of the TDSE for a long, steady state pulse, has been
compared to the known time independent solutions existing in literature and which are
computed by the first program. Both qualitatively and quantitatively, the comparison is
very promising for all energies with the exception of resonances. In these narrow energy
intervals (resonances) quantitative agreement fails, however the basic expected behavior
is still captured by our time-dependent calculation. The discrepancies regarding the res-
onances can be attributed to the existence of turning points in the wavenumber function,
which are absent for the continuum states and are not considered by our mapping scheme.
Finally, reliable results have been also obtained for the case of bell-shaped pulses, and
it has been verified that for long enough pulse duration one recovers the steady state
results.

Our observations so far call for specific further improvements. First, a new mapping
function needs to be designed, that considers the wavenumber function particularities in
the vicinity of resonances. Further, the application of a numerical method that solves
the final linear system without the need of matrix inversion would allow the increase of
spatial mesh points and hence increase the accuracy of the solution. It will also allow

propagating the wavepacket at larger distances than in the present work. Moreover, the
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implementation of THz pulses to the static electric field may be envisioned. Finally, it
would be worth examining the extension of the present code to multiphoton transitions

and multi-electron atoms.
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Appendix: Steady State Solution of the Schrodinger Equation with

a Source

As was mentioned earlier, when the system under study experiences a radiation field
characterized by an envelope constant in time (G(t) = 1, V t), it reaches a steady state.
The TDSE-S that describes the steady state is,

1
—§V2 + ch(r) —F

qut(t) = —& - ri(r), (A.1)

where the assumed form of the outgoing wavepacket is,

aa (1) = (2mx0) ™2 37 X 1 ()Y (V). (A.2)
nf,m’
The X,,, |m| wavefunctions obey Eq. (2.6) and follow the normalization of Eq. (2.10). By
inserting (A.2) to (A.1]), we get,

Wmym (V)" + Ky, (V) = 297, (v), (A.3)

with
Kol (0) = 122257 — Uy (0))]2, (A4)

and
fzmqﬁ

g (v / XXy 1) () O + 02X 1/2/ 99 Gmy® T (AS)

Assuming now, without loss of generality, that the initial state v); is a single state and of
the form of Eq. (2.5), g;' simplifies further as,

2 eilmi—m)¢
= dxX;(X) Xy jm 2 40? dp € - T———— A6
G5 () = Vi(w) [ A0 X ()0 +0?) [T do e x g, ()
with X; and Y; being the y and v component of the initial state, respectively. It can be
shown that the solution of (A.3)) writes,

2dp, m

Yim =~ Va(0) + i ()
Y

_c?% K/m I (v’%(v’)dv') Yi(v) — ( / g <v’>Y1<v’)dv') Ya(v)

where Y; and Y; are the regular and irregular solutions of the Y-component of (2.6) that

(AT

is

Y” |m|( ) + kQYnly‘m‘(’U) =0, (A.8)
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which can be put in the form of the Milne equation [61],

b
MG, jmi (V)

n1»|m|

Mo (V) + B (0) My, g (V) = 0. (A.9)

Then, Y; and Y5 are given by,

Yi(v) = Cy Y (v) = Cy My, (V) IOy | (V) + Py )

Ya(v) = CyYir(v) = Cy Mo, jm| (V) €08(0, i) (V) + Py i) (A.10)
with . .
O(v) = / M) dv’, (A.11)

while ¢y, | is @ constant phase and Cy is a (large distance) normalization constant,

Cy = /2/m. (A.12)

Finally,
dn1,m = <¢z| £€-r |¢51,m> = /O Yn1,|m|(v)qul (U)dvu (A13)
is the dipole transition matrix element between the initial v); and the final Stark state
F

n.m- Lhus, the problem is reduced to the knowledge of the solutions of the homogeneous

equation (A.8]) [19].
In (A.7) vjim is the coordinate value after which Y;(v), and consequently g7 (v), have
completely decayed,

g(v > Vi im) = 0. (A.14)
Hence, Eq. (A.7)) shows that for v > v; i, the outgoing wave is given by,

2,1, m
Cy

anhm

Cy M"h\m\(U)ei[enl’lm‘(U)+¢"17\ml].

(A.15)

In our computations we always place the detector at a distance vger > vjin, for any
employed initial state. Hence, we use (A.15) for obtaining y;! , and the steady state

electron current density, which is given by,

[Ya(v) +iYa(v)] = -

Y (U = Vigim) = —

1
o 2mxv[x? + v2]1/2

J@((b? X) =

/ /
ni,n1,m’;m

where by using (A.15)), the term y;{,lm,(v)% (y;[lm(v))* becomes,

U (05 (0t m(0)) =

47

i(m'—m 0
Im Z € ( )¢Xn’1,|m/|(X)th\m\(X)y:;’l,m/ (U)i (yrz,m




042dn/1,m/d* Mnll,‘m" a/\;nlﬂTL - MZ ei[enll,\m/\(U)_enl,"rn‘(’U)+¢n/17|m/|_¢n1;|m‘]' (A.]_?)
Y v ni,m

If the condition vger > v; i does not hold, then one may always use (A.7) which is valid
over all space. In other studies, interested in large distances (v — o0), the relation (A.17))

ni,m

becomes simpler, given that Milne functions for large v reduce to the WKB form,

o
]{]1/2 (U) )

n17|m|

Mo ) (V) = (A.18)

where ki, | is given in (A.4)). For v >>, the term (4m* —1)/(8v?) in Uy,ef(v) can be
neglected and hence,
1/2

g m) & [Fut + 2E0? 4 4250 (A.19)

17|m|

When v approaches infinity, even 475 can be neglected, the Milne functions become
independent of |m|, n; and the wavenumber becomes progressively large. Then, from Eq.
(A.18), it is evident that as v increases, Milne functions decrease, the derivative term in

(A.17) can be approximated to zero and M, |/ Mo | = 1.
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