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Atomic ions and free electrons embedded in condensed helium play important role
in modern research on quantum fluids and solids. Here we present experimental and
theoretical study of Ba* cations immersed in superfluid He. We observe laser-induced
fluorescence of Ba* injected into liquid He from the plasma of radio frequency dis-
charge in He-Ba gas mixture. The structure of trapping site is studied theoretically in
the frame of the atomic bubble model making use of ab initio Ba* - He pair poten-
tials available in the literature. Calculated spectra of the ion are compared with the
results of the experiment. © 2018 Author(s). All article content, except where oth-
erwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/1.5011447

I. INTRODUCTION

Together with free electrons and He* cations, Ba* ion is a model object to study the properties
of charged impurities in superfluid helium. Historically, the first mobility measurements of Ba* in
liquid He were reported back in 1972 by Johnson and Glaberson' and the first spectroscopic study
was carried out by Reyher et al. in 1986. It is well established since 1960-ies that free electrons in
liquid He form cavity-like trapping sites, known as electron bubbles, whereas the positive He ions
are surrounded by solid-like clusters of He, known as snowballs. However, much more debate has
emerged’~’ about the structure and properties of Ba* and other alkali-earth cations in liquid He.

The bubble state occurs due to Pauli principle repulsion between the free electron and the closed
electron shells of surrounding helium atoms. In equilibrium this force is balanced by the surface
tension and external hydrostatic pressure on the bubble interface and leads to a bubble radius of
17 A. Many neutral impurities, in particular atoms of most metallic elements, form bubbles, that are
similar to the electron bubble and have typical radii of some 5 to 7 A. In this case the repulsive force
acts between the electron shells of the He atoms and the valence electrons of the dopant (for a review
on atomic bubbles see Ref. 8).

For the snowball, a local enhancement of liquid helium density around the dopant occurs because
of the attractive polarization force that acts on He atoms in the strongly inhomogeneous electric field
of the ion. It was first predicted by electrostriction theory” that this increase in the local He density
around He * results in solidification of liquid He and formation of a solid snowball with a radius of
8 A. Alkali-metal cations also have a snowball-like structure either in bulk liquid helium' or in
helium nanodroplets.'!

Single-charged cations of alkali-earth elements, such as Ba* represent a more complicated system
that falls in between the two limiting cases of a bubble and a snowball. Their electronic structure is
equivalent to that of a neutral alkali-metal atom with a single valence electron occupying a spherically
symmetric n°Sy,, (n=6 for Ba*) orbital with electron density extending over several angstroms. The
repulsive interaction between this electron and the closed electron shell of He atom dominates the
Ba* - He interaction at interatomic distances below 5 A. On the other hand, the electric field created by
the ion makes the approaching He atom polarized and results in the attractive force that dominates over
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the Pauli repulsion at distances larger than 5 A. The resulting trapping site structure is determined
by the interplay of these two mechanisms and may combine the features of the bubble and the
snowball.

The time of flight measurements'>!%13 have shown that the alkali-earth cations, including Ba*,
in superfluid He have slightly higher mobilities than the much lighter He* ions in disagreement with
the standard snowball model. It was then suggested by Cole and Bachman* that the trapping site
may be better visualized as an atomic bubble with a radius of 4-5 A surrounded by compressed, but
not solidified, helium. Mobilities of Ba* and several other positive and negative atomic ions were
investigated in a recent theoretical work,® where the structure of the He complex around the ion is
computed using time-dependent density-functional theory (DFT). The resulting He density profile
resembles a bubble with a radius of ~ 4.5 A, surrounded by a pronounced high-density shell structure.
The total radius of the defect is estimated as 11.6 A.

Optical spectra of impurities in liquid He are particularly sensitive to the details of the trapping site
structure and of the dopant-helium interaction. Spectroscopic studies of impurities in bulk superfluid
helium, He films and He nanodroplets have attracted significant attention in the past 20 years and
were reviewed in Refs. 8 and 14. Absorption and emission spectra of the two strongest electronic
transitions of Ba* in bulk liquid He were observed by the Heidelberg group? in 1986. It was concluded
that Ba* resides in a bubble-like trapping site. The atomic bubble calculations were developed later’
to model the observed excitation spectra. The calculations significantly underestimated the observed
line shift. The discrepancy was attributed to the imprecision in the calculated Ba*-He interaction
energy.

More recently, the spectroscopic study of Ba* attached to He nanodroplets was reported.'>
The observed excitation spectra are identical to those observed earlier” in bulk liquid He indicating
that the ion in its electronic ground state is trapped at the center of the nanodroplet. The observed
absorption spectra, the process of ion solvation, and the dynamics of the photoexcited ion were
modeled by time-dependent DFT calculations in Refs. 7 and 16. Ba* ion was predicted to be a
sensitive probe to investigate exotic excitations at the surface of superfluid helium and experiments
are now in progress'’ aiming at trapping Ba* ions under a free surface and laser spectroscopy of such
two-dimensional samples.

We also mention spectroscopic studies addressing the interaction between Ba* ions and He atoms
in the gas phase. The experiments'®!° have been carried out in a dense He gas at very high pressure
and temperature: 7 = 3300 K, p = 1100 bar and provided Lorentzian lineshapes characteristic for
the impact-broadening by elastic binary atomic collisions. The studies’*>?> of Ba* ion in a cryo-
genic He gas at T = 1.6-30 K concentrated on the energetics and formation mechanism of Ba* *-He
quasimolecules (excimers).

The present paper is organized as follows. In Sec. II we develop the atomic bubble model (ABM)
for Ba* and it’s extension deformed bubble model (DBM). These models are used to calculate the
absorption and emission spectra. In Sec. III we present our method of injection of the ions into
superfluid He and the observed spectra of laser-induced fluorescence of Ba* in bulk liquid He. In
Sec. IV we compare the observed and calculated spectra and discuss the applicability of the bubble
model and its usefulness as a simplified model for this complex many-body system.

Il. THEORY

We apply the atomic bubble model (ABM) with ab-initio calculated pair-potentials to calculate
Ba* spectrum (D transition) in liquid helium.

A. Potential energy curves and spin-orbit interaction

The interaction between Ba™ and surrounding He atoms is described with the help of pair potential
energy curves obtained by ab-initio quantum chemistry calculations. Initially, potential energy curves,
VP4r were calculated in Refs. 20 and 23 for 65 X, 6p X and 6p II states of a Ba™ - He pair using
MOLPRO software package. The complete-active-space self-consistent field (CASSCF) was used
as a calculation method for molecular orbitals and the Ba* -He pair potentials were obtained by
internally-contracted multireference configuration-interaction (MRCI) calculations in the same way
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as in Ref. 24 for a Yb* -He pair. The pair potential curve for the ground state of Ba* interacting with
He has been also reported in Refs. 6 and 25. More recently, a complete set of Ba*-He pair potentials
was calculated in Refs. 7 and 26 at the CCSD(T) level of theory.

It is known that CCSD(T) method allows one to calculate the electron correlation energy more
accurately than the MRCI. Thus for the 6s X state the binding energy or dissociation energy D, of a
Ba*-He pair has increased from 12 K for the pair potential’®?3 to 20 K for the pair potential->® while
the bond length R,, has decreased from 5.7 A to 5.0 A, respectively.

Available pair potentials, describing the interaction between the electronically excited Ba* ion
and the ground-state of a He atom do not take into account the spin-orbit interaction. The Ba*-He
potential energy depends on the orientation of the excited Ba* valence electron’s orbital momentum
L =1 with respect to the internuclear axis, which results in two potential curves corresponding to
degenerate 6p I state with projections M = +1 and to 6p X state with projection M = 0. The fine
structure splitting of these states due to the spin-orbit interaction was calculated separately using
diatomics-in-molecules (DIM) method. '

The total Hamiltonian of a Ba*-He pair ﬁgglr is written as a sum of the interaction Hamiltonian
H,,; and the spin-orbit interaction, Hgp = £éLS. S = 1/2 is the electron spin and My - it’s projection
on the quantization axis. Hy is diagonal in In, L, M, M > representation and it’s eigenvalues are
given by the ab initio pair potentials V5" and VE*". The spin-orbit coupling term Hyo is treated
in a semi-empirical way using a standard procedure.’*>” & = 2/3A is a spin-orbit coupling constant,
where A =20 261.561 cm™! is the energy splitting between 6p 2Py, and 6p 2P5, states of a free Ba*
taken from Ref. 28. The spin-orbit matrix is diagonal in the In, L, J, M j > representation, where J and
M are the total electronic angular momentum and it’s projection, respectively. It is thus necessary to
transform H g to the In, L, M, M > representation.?’ The total Hamiltonian ﬁg;" in representation
In, L, M1, Mg > is a block-diagonal matrix consisting of two 3x3 blocks.

; 2
V2T (R) %A 0 0 0 0
2 ; 1
%A VAU (R) — A 0 0 0 0
i 1
. 0 0 mer(R) + =A 0 0 0
HPA"(R) = . 3 % (1)
0 0 0 V24T (R) A 0
2 i 1
0 0 0 %A VU (R) — 34 0
; 1
0 0 0 0 0 Vi (R) + 34

The eigenenergies of the pair Ba*-He including spin-orbit interaction are obtained by diagonal-
ization of Hg,,". The resulting potential curves for the states 6p 2%, 6p 21y, and 6p 213 are
shown in Fig. 1 as red lines. The energy of the ground state 6s X1, is plotted as a blue curve.

B. Atomic bubble model

The atomic bubble model was introduced for the first time by Hickman et al.*® in their study

of excited He atoms in liquid helium. The theory was then extended for alkaline-earth atoms and
ions by Bauer ez al.’ It was also successfully applied to many other neutral dopants such as reviewed
in Ref. 8. Here we develop the atomic bubble model for Ba* in liquid He, using ab initio Ba*-He
pair potentials’->>%° that are expected to be more accurate than those used by the authors of earlier
calculations.’

Erp=EDe + / P(RAVP" PR + Ey, )
The total energy of the ion in liquid helium can be written as a sum of pair-interactions weighted

by the liquid helium density plus the energy that is needed to form a bubble in the liquid, Ej;,.
We denote AVP = VP4 (R) — VP4 (+ co). For nonspherical bubble geometries the hamiltonian is
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FIG. 1. Left side: Adiabatic Ba*-He pair-potentials with the spin-orbit interaction included. Dashed curves - pair potentials
taken from Ref. 23, solid curves - pair potentials taken from Refs. 7 and 26. Right side: Energy levels and electronic transitions
of a free Ba* ion.

constructed by integration over the pairs with the appropriate rotation matrices applied.® The liquid
helium is treated as a continuous medium even at a nanometer scale. We assume that the energy of
the liquid, Ej;,, consists of three terms: a pressure-volume work Epy, an energy due to the surface
tension Eg, and a volume-kinetic energy Ey.*>! Ej;; can be written as:

? (Vp(R))?
Eiig =Epy + Es + Evic = pViubbie + O Spubvie + ¢ Mo / S(R)) d°R, 3

where My, is a mass of a He atom.

Density distribution of He atoms p(R) around the ion is modeled by a trial function. We assume
that Ba* forms a bubble and use the same trial function p(R) as was used in Ref. 5 and other works
on atomic bubbles (see Ref. 8).

0 R<Ry

R,Rp, @)= ’ *
pifflo- ) {Po[l—{1+a(R—Ro)}e“(RRO)],RZRO» ?

here, pp is a liquid helium number density at a given temperature and saturated vapor pressure, 1/a
and Ry correspond to the bubble interface thickness and the bubble radius, respectively.

Pressure-volume work and the energy due to the surface tension depend on the characteristic
radius R;, of the bubble. The interface of the bubble is not sharp and the effective bubble radius Ry,
is obtained from the equation of center of gravity of the bubble interface profile:

Rb —+00
/ o(R) - 4nR*dR = / [po — p(R)] - 4nR*dR. (5)
0 Ry
Then the energy of liquid helium can be rewritten as
nh? /+°° (Vp(R))?
2Mye Jo P(R)

Finally, the total energy of Ba™ ion in liquid helium can be written:

R%dR. (6)

4
Ejig= §7l’pRz + 47r0'Rl27 +
—+00 )
Ejp =Ejiq + Ej +4n / P(R)AVPUT R2dR. (7
0

Surface tension o, saturated vapour pressure p, and the corresponding density of liquid helium py,
at T = 1.6 K were taken from literature.3>*
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FIG. 2. Radial distributions of liquid He density around the Ba* ion for Ba* 6s 28, and 6p 2p,), states. Trial density
distribution function, Eq. (4). Solid curves are for the pair-potentials from Refs. 20 and 23, dashed curves are for the pair-
potentials from Refs. 7 and 26.

The minima of the total energies, E;,;, for the ground 6s s, » and excited 6p 2p, 1 states of Ba*
in liquid helium are found by numerical method using Mathematica 9 software package. In this way
we obtain the parameters Ry and a corresponding to the equilibrium configuration of the bubble.
Resulting radial distributions of liquid helium density are shown in Fig. 2.

C. A model of oscillating bubble

In order to calculate spectral linewidth, we use the model of oscillating bubble. Motion of He
atoms surrounding Ba* ion perturbs the bubble interface and thus the total energy is changed which
leads to the broadening of the spectral line. The complex motion of the bubble interface can be treated
as a sum of vibration modes: radial shrinking and expansion of the bubble (breathing mode), relative
motion of the bubble center and the ion (dipole mode), and higher order modes (quadrupolar and
etc.).

In this section we calculate the effect of the breathing mode. The deformed bubble model is
introduced in the following section.

The change of the bubble size and corresponding perturbation of the total bubble energy is found
in the same way as described in Ref. 8 and 35. The probability to find a bubble with a radius R is given
by a wavefunction W5(R). It is found as the solution of the one-dimensional Schrédinger equation
for the bubble with an effective mass Mgf = 47er7 00-

2

e ¥ BRIV (R) = B, P (R) ®)
eff

The calculations have shown that the splitting between the ground vibrational state and the first
excited state is approximately 12 K for Ba* 6s 28, and 8 K for 6p 2P, states. Therefore, in the
temperature range of 7 = 1.6-2.1 K around which our experiments are performed, we can take into
account only the lowest level.

In Fig. 3 the excitation-emission cycle is shown. According to the Franck-Condon principle,
during the electronic transition the bubble shape and radius do not change. Then the bubble relaxes to
a new equilibrium state that is characterized by different values of parameters « and Ry. The lifetime
of the 6p 2P, state for the free Ba* ion is 7.9 ns.3® Typically, the lifetimes of electronically excited
states of an atom embedded in liquid helium are shorter than in a free atom by a few percent.®*” The
bubble thus has sufficient time to adopt its shape and size to the new electronic state. The fluorescence
occurs in the larger bubble and brings the system from the excited state to the ground state. After
that, the bubble relaxes to the initial configuration.

The absorption lineshape, PP(E), is given by a projection of the probability distribution '#5(R)I?
onto the potential curve of the excited state. A similar procedure is applied to calculate the emission
spectrum for the transition from the excited 2P, state to the ground state. As discussed in Ref. 38,
the discrete structure of the vibronic states can not be seen in the spectra due to the fact that the bubble
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FIG. 3. Energy diagram and excitation-emission cycle of Ba* D transition (6s 28/, - 6p 2P15). Potential energy curves are
drawn for the fixed parameter = 3.5 A~!. Black up and down arrows indicate electronic transitions for the D; excitation and
emission of Ba*, respectively. The shaded bands visualize the delocalization of the bubble interface and the corresponding
line broadening. The energy diagram is obtained using the pair-potentials from Ref. 23.

relaxation (expansion or shrinking) following the electronic transition proceeds on the picosecond
time scale, comparable to the period of the bubble vibrations. A strong coupling between bubble
vibrations and phonons lead to overlapping of the neighboring quantum states and to the continuous
excitation/emission spectrum.

D. Deformed bubble model

Quadrupolar modes lead to a deformation of the bubble surface and to the additional line broad-
ening. In this subsection we extend the SBM to the deformed bubble model (DBM) following the
approach developed in the paper.’® The radius of the bubble, Ry, depends on the polar angles ® and
@ and is expanded in terms of spherical harmonics.

00 l
Rs(Ro,®,®)=Ro+ > > RyY/(®, ), ©)
i=1 j=—i
where index i runs from 1 to co and j from -i to i.

In Eq. 9, the first term, Ry, is the radius of a spherical bubble and the other terms represent
deformation of this sphere. For example, terms with i=1 correspond to dipole modes (translation
of a bubble) and terms with i=2 to quadrupolar modes. For the quadrupolar modes there are six
independent parameters Ry and Ry; (j = -2, ...,2). We transfer the coordinate system to the system
where the axes match the principal axes of the deformed bubble.> In this coordinate system, the
deformation of the bubble shape can be written as:

R}(Ro, ®, @) = Ry + Ry YY(©') + R}, [Y2(©', @) + Y5 2(@, ®")]/V2 (10)

Under this transformation, the origin of the system and Ry remain unchanged but the bubble is
rotated. It has been shown that the energy of the bubble rotation can be neglected during a period
of the surface oscillations.>> The density distribution around the ion can be written as described in
Sec. Il replacing Ry by Ry in Eq. 4:

0, R<Ry

11
poll = {1 + a(R — Rs)}e *®RI], R > Ry, (an

P(R,0,D) = {
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TABLE L. Equillibrium parameters of the atomic bubble obtained from ABM for the different Ba*-He pair-potentials.
Roeq - radius of the bubble, ., - inverse bubble interface thickness, R, - characteristic radius of the bubble.

6s 2S1/2 6p 2Pl/2
Roeqs A e, A-l Ry, A Roeqs A ey, A-l Ry, A Pair-potentials
43 35 4.8 5.1 2.6 59 »
3.9 43 43 4.8 29 5.5 726

We assume that both breathing and quadrupolar oscillations are induced independently at the
same time. The bubble shape is determined by the amplitudes Ry, R>> and parameters Ry, @. Since
we consider only small quadrupolar oscillations, equilibrium parameters Ry and « obtained from
SBM are also used in DBM. Their values are listed in Table 1.

Surface energy and the pressure-volume work can be written as follows>*3°
Es=[4nR} + 4R2(R3, + R3,)/ R3]0, (12)
4
Epy =[5 7R} +4R; (R5, + R3,) /R 1P, (13)
3

where R}, is the effective bubble radius obtained by SBM calculations.

The energy surfaces of the ground 28, and excited 2P, states are obtained as a sum of the
interaction and bubble energies, similar to Eq. 2. For a relevant range of the amplitudes R»g, Ry, they
are shown in Fig. 4.

The energy surfaces E;y(R20, R22) plotted in Fig. 4 were fitted by two-dimensional harmonic

potentials. The effective mass for quadrupolar oscillation modes is given by Mgf = Ri poMpg./3. Then

the wave functions W2(R), are obtained by solving two-dimensional Schrédinger equation. For the
quadrupolar modes, the energy intervals between the two lowest vibronic states are 24 K for the
ground state and 14 K for the excited state. These energies are much larger than the thermal energy
in the experiment (7' = 1.6-2.1 K). We therefore assume that the optical transition occurs only from
the ground quadrupolar state.

Total Energy E,,

6 2F>1/2

_——_—t—_—-—

A\
\\

R20

FIG. 4. Energy diagram for the Ba* Dy transition (excitation) perturbed by quadrupolar bubble oscillations. Potential energy
surfaces are plotted for the fixed parameters @ and Ry obtained from ABM and corresponding to 6s 25y, state. For clarity,
calculated potential energy surfaces for the D emission are not drawn.
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TABLE II. Spectral lineshifts and linewidths of Ba* in liquid *He. %%, y®P - experimental® line shift and width, 6%,
y™ - calculated line shift and width obtained using different sets of ab initio pair potentials.

Ba™ in LHe, bubble model (BM)

Ba* in LHe, experimem2 MRCI, Ref. 23 CCSD(T), Refs. 7, 26

D Transition  Free Bat (cm™) 67 (cm™)  y*? (em™) 6" (cm™) 3™ (cm™) 8™ (cm™) ™" (cm™)

Fluorescence 20262 +105 83 +141 38 +108 51
Absorption 20262 +485 194 +373 91 +421 93

The line profile for the quadrupolar modes is obtained by projection of the probability distribution
of the initial state to the potential surface of the final state assuming that the bubble configuration
doesn’t change during the optical transition. For the fixed transition energy, E, various deformed
bubble configurations are possible. In general case the amplitudes Ryo and R;, corresponding to
these deformations are distributed in an ellipse. Then, in order to obtain the line profile P2(E), we
express polar radius r as a function of E and ® and integrate over the polar angle weighted by the
probability distribution:

27
P2E) = / WO r(E, )]1*r(E, 6)d6. (14)
0

The total line profile of the transition is calculated as a convolution of normalized breathing and
quadrupolar line profiles:

P(E) = / " P2(E - E")PB(E")dE’, (15)

where PB(E’) - line profile obtained using atomic bubble model when only the breathing mode is
taken into account.

The wavenumber for the free Ba* D; transition, lineshifts, 6 and FWHM linewidths, y’h, of the
excitation and emission spectra of the optical transition in bulk liquid helium are listed in Table II.

lll. EXPERIMENT
A. lon production

In order to immerse impurity ions in liquid helium different techniques were developed in the
past.>?440-42 Tt i5 possible to create the ions by means of laser ablation. When the ablation target is
immersed in liquid helium, a small vapor bubble is formed around the ablation spot. The ablation
products are confined in this bubble, that leads to a strong ion-electron recombination.!” Another
process reducing the number density of injected ions is the clusterization of ions and neutral atoms
and the formation of charged clusters and nanoparticles. In a series of preliminary experiments we
have applied a second pulsed laser for the dissociation of the clusters**** and for the ionization.
However, this did not improve the ion yield.

Although one may use large static electric field of order of several kV/cm to extract the ions from
plasma bubble into liquid helium,?*#? this method is inefficient to immerse charged dopants. Thus it
is mostly used to immerse neutrals.® On the other hand, laser ablation in the gas phase above the liquid
He surface has successfully demonstrated that the ions can be injected inside liquid helium.'*3! In this
case, the ion yield may be further increased by ionization of neutral Ba atoms by electric discharge
in the gas above the liquid surface.***! The latter method is applied in the present experiment.

The top view of the experimental set-up is shown in Fig. 5(a). A cylindrical copper cell with
glued four sapphire windows is installed in the sample chamber of a commercial optical cryostat.
The sample chamber is filled with liquid “He and is cooled down to T=1.6-2.1 K by pumping on the
liquid He surface. The vertical cut through the cell is shown in Fig. 5(b). A helical radio frequency
(r.f.) resonator and a He transfer line are mounted at the top cap of the cell. The second harmonic
of a pulsed Nd:YAG laser is introduced through the one of the side windows and is focused on the
Ba target with a f=10 cm lens. The laser parameters are A = 532 nm, repetition rate 1-10 Hz, pulse
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FIG. 5. Experimental setup: a) top view of the cryostat and optical setup, b) vertical cut through the cell. 1 - ablation target,

2 - helical r.f. resonator, 3 - AOM, 4 - dichroic mirror, 5 - interference filter suppressing scattered laser light, 6 - CCD camera.

energy 1-25 mJ, and pulse width 5 ns. The cell walls, the target, and the walls of the helical resonator
are grounded. Ba atoms and Ba* ions are produced by laser ablation of Ba metal in He gas above
the liquid surface. A radio frequency discharge is used to ionize the neutral Ba atoms created by the
laser ablation and therefore to increase the ion number density in the gas. The discharge is produced
inside the helical resonator that has an open lower end and is driven at it’s self-resonant frequency of
430 MHz. The r.f. power is square-wave modulated at a repetition rate of f 4;; that is varied in a range
from 0.5 Hz to 2 kHz, with a duty cycle of 0.01 - 0.5. The output power of the r.f. amplifier could
be varied in the range of 0-190 W, although it is difficult to ascertain the power that was actually
dissipated by the plasma. The parameters of the discharge were adjusted to find a compromise between
the heating inside the cell and the Ba* ion yield.

The efficiency of the Ba™ production was monitored by recording the spectra of light emitted
by the discharge and measuring the relative intensities of spectral lines belonging to He atoms, Ba
atoms, and Ba* ions. Typical spectra of the plasma emission are plotted in Fig. 6. With the ablation
laser shooting at a repetition rate of several Hz, certain steady-state number density of Ba atoms
inside the helical resonator was established. Under those conditions, the synchronization between the
ablation and r.f. pulses become unimportant and we could adjust the ablation rate and the r.f. pulse
rate independently.

—
He
Ba

’; |- . Ba+ 4
e- Ba
A
2
D
c
o T Ba
£

rl \ \

He He He

\ | |

J‘r"*r"—\'&v—r‘—/“r T T T

450 500 550

Emission wavelength (nm)

FIG. 6. Typical emission spectra of He-Ba r.f. plasma above a free surface of superfluid He. T = 1.65 K, f;;,=5 Hz,
T4is=50 us, r.f. power 190 W. Upper (red) curve - ablation laser on, lower (blue) curve - ablation laser off.
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This method has produced a large amount of Ba* ions which diffuse out of the r.f. resonator
and can be excited by a cw laser radiation.’” By measuring the absorption of the laser light resonant
with the 6251/, — 62P3; transition of Ba* (1 = 455.4 nm) in the He gas below the resonator, we have
obtained the ion number density of ~ 10'® cm™.

A horizontal disc electrode (Fig. 5(b)) is placed in liquid He at a 10 mm distance below the target
in order to create a vertical electric field and induce the drift of the ions towards the surface of liquid
helium. The ions move towards the electrode in a static electric field, typically, £, =1.0-3.5kV/cm,
applied between the electrode and the target.

Oxidation of the target surface is a common problem in laser ablation experiments. Although
appropriate precautions are taken before and after mounting the ablation target in the sample cell,
an oxide layer appears at the surface of metallic barium. Before cooling the cryostat, the sample cell
is filled with He gas and the target surface is cleaned by pulsed Nd:YAG laser operated at a 10 Hz
repetition rate, and with pulse energy of 20 mJ. Two motorized translational stages are used to move
the lens (Fig. 5(b)) in the plane orthogonal to the laser beam. The beam is focused some millimeters
behind the target surface in order to have not too small spot size. The ablation spot moves along
the barium surface following the programmed movements of the translation stages. The process is
monitored by a video camera protected from the intense scattered laser light by an interference filter.
After the removal of the oxide layer, we can operate the laser at a much lower power during the low
temperature experiment and prevent overheating of the sample cell. Typically, in the course of the
experiment at low temperature the ablation laser pulse has the energy of 0.4 - 1.5 mJ. The laser beam
is tightly focused on the target surface and the ablation spot is moved along the cleaned part of the
surface by the same opto-mechanical system. The size of the ablation spot was >4 um in diameter
(calculated for the Gaussian beam). Every ablation pulse thus hits a fresh spot on the surface. This
prevents the hole-drilling effect and greatly improves the stability of the ion yield.

B. Spectroscopy

A cw frequency-doubled diode laser is used to excite the Ba* ions in liquid helium several
millimeters below the liquid helium surface. It is tuned to 482 nm, to match the wavelength of the
6281-6*P12 (D1) absorption line of Ba* in liquid He (1 = 493.5 nm in a free ion). The power of
the laser, typically, was set to 20-200 mW. At high power, this laser induces a noticeable heating of the
sample cell by some 10-20 mK. In order to reduce the heating effect, in some experimental runs the
laser beam was modulated on-off by an acousto-optical modulator (AOM) with a repetition rate of
1 Hz and a duty-cycle of 0.1 - 0.01 %.

The fluorescence light is collected from the side window of the cryostat and focused on the
entrance slit of a grating spectrograph Acton SP2300 (grating 1200 g/mm blazed at 500 nm,
0.14 nm resolution) equipped with a CCD camera PIXIS 100BR (matrix size 1340x100 pixels)
made by Princeton Instruments.

A significant proportion of the ions excited to either of the two 6?Py,_ 3 states decays towards
the metastable 52D3/2, 51 states (see Fig. 1). In order to repump these ions back into the 6%P,), state,
we introduce a second cw laser beam resonant with the 52D, — 62P, transition at A = 649.7 nm.
It is produced by a cw diode laser with the maximum output power of 30 mW. The beam is super-
imposed with the primary excitation beam by using a dichroic mirror, as shown in Fig. 5(a). When
applied to Ba* ions in the He gas below the r.f. resonator, the repumping significantly increases
the yield of the laser-induced fluorescence at the 6281/, — 62P), transition. However, no significant
increase of the fluorescence yield was observed in the liquid He. Since the exact wavelength of the
532Dspn — 62P (repumping) transition of Ba* in liquid He is not known, it is possible that the
repumping was inefficient due to the wavelength mismatch.

Typical spectrum of the laser-induced fluorescence generated in liquid He several mm below
the free surface is shown in Fig. 7. The D; emission line is blueshifted by 2.4 nm (105 cm™') with
respect to the transition in a free ion. The full width at half-maximum (FWHM) linewidth is 2.0 nm
(83 cm™!). The center wavelength of the observed emission line agrees with A = 491 nm reported in
Ref. 2. In that experiment, the resolution of a monochromator was equal to 6.6 nm and a deconvolution
technique was applied in order to obtain A4 from the measured data. The resulting FWHM linewidth
is also in agreement with our results.
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FIG. 7. Observed emission spectrum of Ba* ions in superfluid He. Dy (6p 2Py - 65 2S}5) transition, 7' = 2.13 K, ablation
at 10 Hz, fy;; = 3.3 kHz, 743 = 10 us, E; = 3200 V/cm. Red curve is a calculated spectrum of Ba* in liquid He according to
the atomic bubble model (solid curve for pair potentials,”-?® dashed curve for pair potentials®3). Vertical dashed line indicates
the wavelength of the D transition in a free ion.

In Fig. 7 one can also see the fluorescence of Ba* from the gas phase which appears as a sharp
line at 1=493.4 nm. The wavelength within resolution matches the transition of the free Ba* ion. This
emission most likely comes from the r.f. plasma at the open end of the helical resonator. We thus can
unambiguously distinguish the emission of the solvated ions from that of the ions in the gas phase.

C. Electric breakdown in superfluid He

The spectroscopic measurements were carried out in the temperature range of 7 = 1.6-2.2 K.
The strongest fluorescence signal from solvated ions is observed slightly below the A-point at2.17 K.
Its intensity strongly decreased above 2.17 K, most likely because of boiling of liquid He in the cell
and in the bath and strong scattering of the laser light. Below 2.17 K, the fluorescence was observed
down to T = 2.0 K. The decrease of the injection efficiency at lower temperature is surprising since
the saturated vapor density is decreasing with temperature and therefore the ions produced in the
gas phase should experience smaller number of collisions with gas atoms on their way to the liquid
surface. The observed effect therefore should be related to the temperature and pressure dependence
of the ion yield in the r.f. gas discharge.

As the temperature is lowered further, down to T = 1.6-1.7 K, the fluorescence signal from
the solvated Ba* ions is recovered. At this temperature, the applied static electric field in excess of
1.5kV/cmin the presence of Ba-He r.f. plasma induces a breakdown in superfluid He. The breakdown
occurs only when both the ablation laser and the r.f. discharge are switched on. We observe a pulse
of electric current registered by the high voltage power supply, accompanied by a bright flash of
the discharge and a sudden large splash or a fountain of liquid helium in the cell. Ejected liquid
He rises above the cell windows and reaches the ablation target, the helical r.f. resonator, and even
the ceiling of the cell. The discharge is self-terminated within some 100 ms, probably because of
liquid He disrupting the conducting gas (plasma) channel between the grounded parts of the setup
and the high-voltage electrode. With all conditions fixed, we observe these breakdown/splash events
occurring at irregular intervals of 50-200 s.

The spectrum of the emitted light flash contains all the same spectral lines of He and Ba atoms,
He’ excimer, and Ba™ ion, as observed in the spectrum of the r.f. discharge in the gas phase (see
Fig. 6). The effect is illustrated in Fig. 8, where we plot the time-dependent intensities of the two
lines at 493.4 nm and 491 nm, corresponding to the gas-phase and solvated Ba* ions, respectively.
The intensities of ablation and excitation lasers, as well as the applied high voltage and the parameters
of the r.f. discharge were kept constant during the recording. Each point represents a 2 s exposure
time. One can see 6 breakdown events that have occurred within 300 s. The intensity of the gas-phase
signal is strongly enhanced within 10 s time intervals following each event. This emission could
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FIG. 8. Observed time-dependent intensity of Ba* D; fluorescence. Open circles (blue) - signal from solvated ions in superfluid
He at 2 =491 nm; filled circles (red) - signal from gas bubbles or from He gas above the liquid at 1 =493.4nm. T = 1.7 K.
Vertical dashed lines indicate breakdown events.

originate from Ba™ ions trapped in gas bubbles created by the splash in liquid He. The intensity of
the emission from solvated Ba* ions strongly fluctuates between the events. However, it decreases to
zero just before every splash and quickly rises within 1 s after it.

No fluorescence from solvated ions could be observed at T = 1.6—1.7 K in the absence of these
breakdowns/splashing, i.e. with the static electric field below the breakdown threshold, without r.f.
discharge, or with insufficient r.f. power. We therefore conclude that the ions become injected into
superfluid He as a result of these splashes and/or large electric current flowing to the collector.

No significant heating of the sample cell or increase of the He pressure was observed as a result
of the breakdown. However, the local conditions in the He-Ba plasma may not be represented by the
readings of the temperature sensor in the He bath and the pressure gauge at the warm part of the He
filling line. We also note that the breakdown threshold decreases significantly with time during the
operation of the plasma and ion source, probably due to the accumulation of charges in the cell. This
makes the systematic study of the breakdown much more complicated and the quantitative data much
less reliable.

IV. DISCUSSION
A. Line shift and broadening

In Fig. 7 the calculated D; emission spectra of Ba* are compared with the experimental data
obtained at T = 1.6 K. Two calculated lineshapes correspond to the different sets of ab initio Ba*-He
pair potentials,’-?*?% as discussed in Sec. II. Transition lineshifts § and FWHM linewidths y of the
calculated and measured spectra are listed in the first line of Table II. The line shift with respect to
the free ion 6" is equal to +141 and +108 cm™! for the calculated spectra and 6“7 = +105 cm™" for
the experimental data. The calculated linewidth y™ is equal to 38 and 51 cm™, respectively, whereas
the experimental value is y*? = 83 cm™'. The agreement is significantly better for the CCSD pair
potentials.”-?® The atomic bubble model thus overestimates the shift of the emission line only by 3%
and underestimates the broadening by a factor of 1.6.

In our experiment, the absorption spectrum was not investigated. In Fig. 9 the calculated excitation
spectra are compared with the experimental data of Refs. 2 and 15. The corresponding lineshifts and
FWHM linewidths are listed in the second line of Table II. The agreement is better for the CCSD
pair potentials,’-?® especially in the line shift. As discussed in Sec. II, both the line shift and the line
broadening are more pronounced in the excitation spectra than in the fluorescence. The calculation
again strongly underestimates the line broadening: y” = 93 cm™ vs. y®? = 194 cm™!. The shift is
underestimated by 15%: 6" = +421 cm™! vs. 67 = +485 cm™'.

The main contribution to the calculated spectral widths and shifts comes, as expected, from the
breathing vibrations (fluctuations) of the bubble. The quadrupolar vibration modes lead to additional
minor line broadening of 5.5 cm™" in absorption and 0.5 cm™" in emission for the pair potentials®?
and of 2.6 cm™! in absorption and 0.3 cm™' in emission for the pair potentials.’”-?® The spectral line
shapes due to the quadrupolar modes are strongly asymmetric. They therefore induce a noticeable
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FIG. 9. Absorption spectrum of Ba* D transition in liquid He. Red line - present ABM calculations (solid curve for pair
potentials,”-?® dashed curve for pair potentials?®), blue line - experimental data from Ref. 2. Vertical dashed line indicates the
wavelength of the D transition in a free ion.

shift of the resulting lineshapes by +14.0 cm™ in absorption and by +1.5 cm™! in emission for the
potentials?® and by +7.7 cm™! in absorption and by +1.7 cm™! in emission for the potentials.”-* We
do not take into account the dipolar vibration modes, i.e. the oscillations of the ion with respect to
the center of the bubble, since their contribution is expected to be even smaller.2*

We can compare our results to other existing atomic bubble calculations>>* for ionic species.
In the earlier work® on Ba* in liquid He, only the absorption spectrum of the D; transition was
calculated. That calculation underestimated the line shift by 40%, whereas the line broadening was
in a good agreement with the experiment, underestimated by only 10%. The other impurity ion, for
which the spectroscopic data is available is Yb*. Both, the excitation and emission spectra of the
4f 146528 - 4f 146p 2Py, transition have been reported.24 This transition is analogous to the D
line of Ba*, although Yb* possesses also a 4f inner electronic shell. The calculations®* strongly
overestimated the line shift both in absorption (by 85%) and in emission (by 133%). The line broad-
ening is underestimated by 10% in absorption and by 62% in emission, respectively. The data are
not sufficient for inferring any definite trend. It is not clear, to what extent these discrepancies can be
attributed to the inaccuracy of the interatomic pair potentials and to the shortcomings of the bubble
model.

B. Trapping site structure

We have carried out our atomic bubble calculations in order to answer the old question:*> how
well the atomic bubble model represents the structure and the energetics of the trapping site of the ion.
The merits of this model are it’s simplicity and a straightforward physical interpretation of the observed
effects. However, the bubble model was developed for impurities with purely repulsive impurity-
helium interaction, such as neutral alkali-metal atoms. It therefore does not allow for the shell-structure
formation that is typical for the ions because of the attractive polarization interaction. Our results show
that for Ba™ the atomic bubble model is in a qualitative agreement with the experimental spectroscopic
observations. As expected, the agreement is not as good as in the case of neutral alkali-metal atoms
Cs and Rb.33% In the future, it will be interesting to investigate the dependencies of the ionic spectra
on the helium pressure and temperature and to check whether they agree with the predictions of the
bubble model, as it was demonstrated for the alkalis.®*

The DFT calculations®’ demonstrate that the more realistic He density profile around the Ba*
ion has a pronounced maximum, corresponding to a high-density solid-like shell surrounding the
bubble. The “snowball” structure is formed due to the combination of the attractive force acting on
He atoms due to the ion-dipole interaction and the repulsive force due to the exchange interaction with
the remaining valence electron of a singly-ionized Ba. The absorption spectrum of the D; transition
calculated by DFT methods in Ref. 7 overestimates the broadening and slightly underestimates the
lineshift measured in Ref. 2. Our atomic bubble calculations underestimate both, the linewidth and
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lineshift for the absorption spectrum. The emission spectrum of the same transition calculated by
DFT methods in Ref. 16 underestimates both, the broadening and the lineshift observed by us and
earlier by Reyher et al.> Our atomic bubble calculations give a better result for the lineshift, but
underestimate the linewidth for the emission spectrum. In our experiments we don’t see the emission
at the wavelength 1=523 nm? and attributed to barium exciplex formation.'6

The valence electron of a single-charged Ba™ ion occupies a rather large volume. The repulsive
interaction between this electron and the electronic shells of He atoms dominates at the distances of
upto 5 A. The potential curves of Fig. 1 are therefore quite similar to those of neutral metal atoms. The
potential well due to the attractive polarization interaction is very shallow and does not significantly
affect Ba™-He interaction. It is therefore not surprising that the bubble model successfully captures
the main properties of the trapping site and the resulting spectra. The high-density He shell is located
rather far from the ion and it’s effect on the energetics of the electronic transition is rather small.
Both, DFT and the bubble model predict a much tighter trapping site for the electronic ground state
of the ion than for the excited state. This leads to a much more pronounced energetic shift of the
absorption spectrum as compared to the emission spectrum. The magnitude of the shift is calculated
with a satisfactory accuracy by both models. The remaining discrepancy can be attributed to the
imprecision of the used pair potentials.

The broadening of the transition and the shape of the spectrum are determined by the quantum
fluctuations of He atoms surrounding the ion. The bubble model represents them as a superposition of
the bubble vibration modes, calculated accordingly to classical hydrodynamics. One could imagine
that the presence of a solid shell around the bubble should reduce the magnitude of it’s vibrations
and thus make the linewidth smaller. In fact, the opposite happens. Our results show that the bubble
model underestimates the broadening by a factor of 2, although the shape of the spectrum is quite
close to that observed experimentally. We therefore conclude that the high-density shell surrounding
the bubble significantly affects its fluctuations in a counterintuitive manner. A question remains,
whether these fluctuations can be described in terms of some collective modes characteristic for a
hollow spherical shell submerged in a liquid.

C. Injection of Ba* into superfluid He

At the moment, we do not have a clear interpretation of the electric breakdown phenomena
described in Sec. III. The fact that no solvated ions could be observed at the electric field strength
lower than ~ 1.5 kV/cm seems to indicate that there exists an energetic barrier for the ion penetration
into the liquid. This conclusion is supported by the observation of a quasiperiodic explosion-like
electric breakdown at 7 < 1.7 K. The charges seem to accumulate above the free surface of the liquid
until their surface density exceeds certain threshold. A surface instability then develops leading to
a local depression of the liquid, formation of a bubble or a gas channel reaching the surface of the
negatively charged electrode and finally a breakdown. Similar instability and formation of charged
bubbles was investigated both theoretically and experimentally in connection with free electrons
trapped above the free surface of superfluid He,*** although no explosion-like breakdown was
reported.

On the other hand, the injection of Ba* into superfluid He under the experimental conditions that
are very close to those of the present work was successfully demonstrated in Ref. 2 at a much smaller
electric field strength. The DFT calculations of Ref. 7 reveal no barrier for the solvation of Ba™ in
liquid He and the experimental observations of Ref. 15 indicate that the ion sinks into a superfluid
He nanodroplet without any external electric field.

Our own study>’ has demonstrated that under the conditions of the present experiment a space
charge-limited electric current is flowing in liquid He and across the liquid-gas interface. Under the
strong vertical static electric field applied in the present experiment, this current reaches 2-5 uA,
which corresponds to the ion number density of order of 10° cm™. This is a large density that is
comparable to the typical densities of neutral impurity atoms that could be injected into liquid or solid
He and is also comparable with the number density of Ba* ions that we have detected in the He gas
just below the open end of the r.f. resonator. The electric current measurements can not discriminate
between Bat and He" ions. However, the current observed in the absence of Ba, with the ablation
laser switched off is significantly lower than that in the presence of Ba, under otherwise identical
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conditions. We therefore expect that a large amount of Ba * is injected into superfuid He in the present
experiment.

The poor yield of the laser-induced fluorescence from Ba* and its total absence under the electric
field strength below 1.5 kV/cm s still surprising. Similar situation was encountered in ref. 51, where it
was believed that a large quantity of Ba* ions was injected in liquid and solid He, but no laser-induced
fluorescence of Ba* could be detected at all. One possible explanation is that the ions entering the
liquid He in the present experiment are efficiently captured by Ba metal filaments and nanonetworks
attached to the bottom electrode and having the same (negative) electric potential. The presence of
such filaments, networks, and tree-like structures in our sample cell has been established by visual
observations and by a microscopy study.*3> They appear as a result of the coalescence of the ablation
products (neutral or charged) in superfluid He and at the liquid-gas interface. Another possibility is
that the dominant charged species are not single Ba* ions, but some molecular or cluster-ions Ba},
or Ba* He, quasimolecular complexes>> whose absorption bands do not overlap with the wavelength
of our excitation laser.

V. CONCLUSION

In summary, we have investigated experimentally and theoretically the spectrum of the D tran-
sition of Ba* ion solvated in superfluid “He. The trapping site structure is modeled by the atomic
bubble model using two different sets of ab initio pair potentials available in the literature. The results
of the calculations are compared with the experimental data. It is found that the enhancement of the
He density around the ion due to the electrostriction has a relatively small effect on the spectrum
of the electronic transition. The atomic bubble model that does not take into account this density
enhancement, still provides the results in a qualitative agreement with the experiment. The ion injec-
tion into superfluid He is achieved by crossing a gas-liquid interface in a large static electric field.
The details of this process presently are not fully understood and require further study.
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