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Ion-Induced Surface Charge Dynamics in Freestanding Monolayers of
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We compare the ion-induced electron emission from freestanding monolayers of graphene and MoS, to
find a sixfold higher number of emitted electrons for graphene even though both materials have similar
work functions. An effective single-band Hubbard model explains this finding by a charge-up in MoS, that
prevents low energy electrons from escaping the surface within a period of a few femtoseconds after ion
impact. We support these results by measuring the electron energy distribution for correlated pairs of
electrons and transmitted ions. The majority of emitted primary electrons have an energy below 10 eV and
are therefore subject to the dynamic charge-up effects at surfaces.
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The dynamics of an ion impact on a solid surface is
governed by a plethora of processes from the sub-fs to the
ns range. While the ion impact and associated electronic
processes like charge exchange and (electronic) stopping
can be probed by ion transmission spectroscopy [1,2], the
electronic and nuclear dynamics in the material after the ion
has passed the surface stay hidden from direct experimental
observation. The ion-induced dynamics in a material,
however, are the driving force for all material modifications
used in surface science and industrial applications of ion
beams. Electronic excitations are well comparable to (if not
even larger than) the effects of intense short-laser pulses at
surfaces (except for resonant processes), but acting on the
nanoscale only [3-6]. The observation and analysis of
emitted particles offers an experimental access to ion-
related processes, since they may either originate from
delayed secondary processes or their emission character-
istics are influenced by the dynamic material response to
the ion impact. From the early days of solid state physics,
the emission of electrons was characterized by the materi-
al’s work function, i.e., the constant energy for the emission
of a single electron within the effective potential formed by
all other (bound) electrons. While this allows for a
description of small excitations, the rationality of this
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model needs to be discussed for the case of many emitted
particles in one instance with an additional excitation
introduced by the ion. Here, we show—in the time and
space domain—that the description of a static single-
electron work function is not applicable for a highly
excited surface.

Electron emission from metals, semiconductors, and
insulators induced by heavy ion impact was investigated
for several bulk materials in the past [7—17]. Differences in
the number of emitted electrons depending on the elec-
tronic band structure of the investigated solid were
observed, but were difficult to describe as the electrons’
mean free path varies for insulators and metals at low
electron energies [18,19]. At that time these observations
were interpreted as a result of varying above and below
surface contributions to the electron emission yield. Auger
electron emission induced by heavy ion impact on bulk LiF
and LiF coated Au(110) [20] were compared, as well as
from metallic Be and insulating BeO surfaces [21]. In both
studies, the similarities in the observed spectra suggested a
vanishing influence of the band gap or even a breakdown of
the band structure once strong electronic excitations are
introduced in the surface. Here we make use of freestanding
2D membranes as solid targets and directly address the

© 2022 American Physical Society
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response of a pure surface to an ion impact by excluding
both electron attenuation and multiplication contributions
to the total number of emitted electrons along the electron
inelastic mean free path. We directly detect the primary
electrons emitted from the ion-surface interaction process
similar to data obtained from ion-molecule scattering in
reaction microscopes [22-27]. In contrast, earlier literature
was mostly limited to secondary (and higher order)
electrons from electron cascades in ion-surface collisions
[8—-10]. We follow the evolution of free electrons created
within a surface, starting from their release in an emission
process followed by escape from the 2D layer. We show
that the number and energy distribution of electrons in an
experiment is a direct measure for their escape probability
under the influence of ion-induced surface charge dynamics
which may [molybdenum disulfide (MoS,) [28] ] or may
not (graphene [29]) trigger electronic sputtering and per-
foration of 2D layers.

We irradiate freestanding 2D monolayers of graphene
and MoS, with highly charged ions (HCIs) of xenon at
charge states ranging from 20 to 40, i.e., initial potential
energies of 4.5 to 38.5 keV. Ion velocities v < v, (Bohr
velocity: vy = 2.19 x 10° m/s) are chosen to initiate
charge exchange already above the surface [30]. An
electron beam ion source (Dreebit EBIS-A [31,32]) is used
to provide the high charge states. By means of a Wien filter
we then select certain charge states and adjust their kinetic
energy by applying a negative potential to the ion source.
The number of ejected electrons is measured along with the
corresponding transmitted ion with a coincidence tech-
nique, described in more detail in [33,34]. Alternatively, the
electrons are detected in a SPECS EA10+ hemispherical
energy analyzer (HEA), again in coincidence with the
transmitted ions. Both electron detectors are mounted
perpendicular to the incoming ion beam [see Fig. 1(a)].
Samples are mounted on TEM grids with Quantifoil (QF)
support. Graphene samples are commercially obtained
from Graphenea. MoS, samples are grown by CVD on
Si0O;, in Jena [35,36] and Dublin [37] and transferred onto
TEM grids by standard methods [38]. Samples are heated
to ~400°C prior to the measurement under UHV con-
ditions for several hours and kept at ~200°C during the
measurement to avoid recontamination. The cleaning
method and data acquisition are described in [39]. The
electron statistics detector used to determine the yield of
emitted electrons is described in [7,40]. In short, we use a
positively biased grid to collect the emitted electrons and a
high voltage (~30 kV) biased silicon surface barrier (PIPS)
detector behind the grid. The detector output signal is
proportional to the amount of deposited energy of all
electrons emitted by a single ion, i.e., n x 30 keV, if n
is the number of emitted electrons. Using a Roentdek
CFDI1x constant fraction discriminator and a TDC8HP
time-to-digital converter allows us to evaluate the electron
emission yield encoded in the length of a timing pulse
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FIG. 1. (a) Schematic of the experimental setup including an

electron statistics (PIPS) detector, an HEA as well as a pair of
deflection plates for charge state separation on the DLD.
(b) Electron emission spectra for 130 keV Xe** ions transmitted
through MoS,, SLG, and the targets’ QF support. (c) Mean
number of emitted electrons from MoS, and SLG for 87 and
130 keV Xe ions. (d) Potential and kinetic energy loss of 130 keV
Xe ions in MoS, and SLG. Lines are shown to guide the eye.

together with the overall timing information, i.e., in
coincidence with the (charge separated) ions detected after
transmission on a delay line detector (DLD) [41]. In
addition to the results obtained at the electron statistics
detector we also perform coincidence measurements with a
HEA to determine the energy distribution of emitted
electrons. The ion impact angle on the sample is adjusted
to about +30° with respect to the incoming ion beam for
electron statistics and +40° for electron energy measure-
ments, respectively, in order to increase the electron
collection efficiency.

Electron emission distributions are shown in Fig. 1(b) as
an example for MoS,, QF, and single layer graphene
(SLG). Each spectrum can be fitted by a Gaussian [7,40]
whose mean value is the average number of emitted
electrons due to a single ion impact. The electron emission
yield from the QF support used in both SLG and MoS,
samples can be used as a reference to guarantee the same
detection efficiency for both samples and thus allowing the
direct comparison in the number of emitted electrons under
identical experimental conditions. To distinguish between
electron emission induced by ion impact on the sample, its
QF support and the TEM grid itself, the ion’s time-of-flight
(TOF) is recorded using the electron signal as a start trigger
and the ion impact on the DLD as a stop trigger. All data are
stored in a list mode file and can be filtered for different
TOF conditions after measurement. In SLG, the TOF
distribution of the ions does not always separate well
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enough from the one of ions passing QF, which leads to a
shoulder at lower yields in the determined electron emis-
sion yield shown in Fig. 1(b) after data filtering. The same
TOF filtering is applied for the HEA measurements.
Electron emission yields for ions in different charge states
and two different kinetic energies from the two materials
are shown in Fig. 1(c). We observe a total electron yield for
SLG on average about six times higher than for MoS,
under the same ion irradiation conditions. This factor and
the total number of emitted electrons seem to be almost
independent of the ion’s kinetic energy, as we reported
earlier for SLG [42]. The yield increases with increasing
ion charge state for both materials, pointing clearly towards
an emission process triggered by the ion’s potential energy
deposition. The kinetic emission yield from graphite under
the same conditions is about 2-3 [43,44]. Large amounts
of emitted electrons were observed in the past after
bombarding insulating surfaces such as LiF(001) and
CaF,(111) with highly charged Xe ions [11,45]. For
LiF(001), the number of measured electrons even exceeds
the one observed from a clean Au(111) surface despite the
considerably lower work function of the metal. A delayed
charge capture in front of the insulating surface and a larger
mean free path in insulators in general were concluded as
the origin for additionally created subsurface secondary
electrons contributing to the total measured yield. For each
electron emission event, the potential energy deposition
determined by the difference in incoming and on-average
outgoing charge states is in fair agreement for both
materials [cf. Fig. 1(d)]. The slightly higher value for
MoS, (about 10%) can be attributed to the increased
transmission time through the triple-atomic-layer structure
[46]. The difference in the ion’s kinetic energy loss is
negligibly small [100-200 eV, cf. Fig. 1(d)]. Hence, the
energy deposition via HCI irradiation is dominated by the
potential energy. Furthermore, we can conclude that the
majority of the ion’s initial potential energy, 85% in case of
SLG and 95% in MoS,, is released within the material. In
the case of 130 keV Xe*>*, this means energies of 20.3 and
23.6 keV are transferred into the target electronic system for
both materials, respectively. There remains a main differ-
ence in the conversion of this excitation energy for both 2D
materials which is reflected in the electron emission yield.
As we observe projectile neutralization within femtosec-
onds in both materials [29,46,47], we further expect strong
electronic excitations of same magnitude in both targets.
Still, we observe a strong difference in the measured
electron emission yield. The work function, which mainly
influences the energy required for ionization, is comparable
for both materials, about 4.6 eV for graphene [48,49] and
4.5 eV for MoS, [50,51].

It is commonly known that electronic excitations accom-
modate in metals more quickly (107'*s) than in semi-
conductors (10713 to 10712 s) [52]. As a consequence, local
charge buildups in insulators and semiconductors may

dissipate on a longer timescale, which even later (107!
to 107" s) might lead to surface modifications such as
hillocks and pits [53-55] or even material rupture of foils
[45,56]. Especially for suspended monolayer semiconduc-
tors this charge-up can become severe as electrons cannot
be resupplied from layers below [28].

Let us review the origin of the electron emission. At a
certain distance toward its way to the surface, the ion starts
to capture electrons resonantly into high-lying n shells and,
as a consequence, a hollow atom (HA) with empty inner
and intermediate electron shells forms [30]. Upon target
impact, the HA collapses rapidly via an interatomic Auger
deexcitation, the interatomic Coulombic decay (ICD)—a
process also recently observed in liquid water [57]—and
thereby transfers its excitation energy into the electronic
system of the monolayer [58].

To study the charge dynamics in the surface further, we
performed calculations based on a HCI-surface interaction
model [59], where both target materials are described in
terms of an effective single-band Hubbard model for a
finite, hexagonal 2D honeycomb lattice with a lattice
constant of 2.46 A (3.17 A) for SLG (MoSz) and 216
sites. The Hamiltonian has the general form A = H, + H,
where Hy=E+J+0U incorporates the on-site energy

=E) ¢ al +Cio» the tunneling of electrons between
nearest nelghbor sites J = —J Z, o m@,{,, and a local
Coulomb repulsion U =UY, ( ny —1/2) (A = 1/2),
which is treated in Hartree approximation. Furthermore,
H, = V 4+ W, describes the interaction with the ion, where
V=13, Vi[S(t)é} &, denotes the ion-induced potential
energy for a normal incidence, central impact ion trajectory
S(¢) with fixed velocity and charge state, and W, =
S o 7ilS(0][a),(€)é, + Hec.] accounts for resonant
charge transfer from sites & of the central honeycomb into
an effective high lying n shell of the ion with energy e.
Initially the Hubbard system is half-filled (0.5 electrons
per site and spin o), and assuming the occupation of
four equal, noninteracting bands gives access to the
simulation of four active valence electrons per site. We
compute the time evolution of the local electron density,
(fip) (1) = (¢} &,) (1), during the charge exchange with the
HCI, using the method of nonequilibrium Green functions
[60—62] combined with an Ehrenfest approach for the ion
[3,4] and an embedding self-energy approach for the charge
transfer [59,63]. Differences in electron mobility and
conductivity of both materials enter via the nearest-
neighbor hopping J and the Hubbard interaction strength
U, respectively, and minimal differences in the work
function are considered in the on-site energy E. The model
parameters are J = 2.8 eV (1.1 eV), U/J = 1.6 (4.0) and
E=-46¢eV (-4.5¢eV) for SLG (MoS,) [48-51], and
the tunneling amplitude y,(¢) and energy ¢ are chosen
as in [59].

While the generation of free electrons is not explicitly
included in the model, the spatiotemporal resolution of the
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FIG.2. HCI-monolayer interaction for 113 keV Xe¥>* centrally
passing through SLG (top, blue) and MoS, (bottom, violet).
(a) Ion-induced change of local charge neutrality in the target,
obtained from the model’s electron density averaged over equally
colored lattice sites (cf. inset). (b) Electrostatic potential, V (r, 1),
induced by the target’s charge density at r = 2 fs, versus radial
coordinate x, at four distances z from the monolayer. The arrows
indicate the position of the innermost honeycomb from which
electron emission is expected to occur primarily.

electron density (7;,)(¢) allows us to draw conclusions
about their emission probability at certain points in
time. In fact, the deviation from local charge neutrality
Ap;(t) =4le|(1 = > (f;s) (1)) at site coordinate r; gives
rise to a time-dependent induced potential landscape,
V(r,t) = (4reg)™' >, Api(1)/|r — r;|. Whether an elec-
tron, which is created with a specific kinetic energy at
point r, will leave the system and contribute to the electron
yield or will be recaptured, is governed by the local force,
le| - VV(r, ) and, thus, by the local charge-up.

Figure 2(a) shows the ion-induced change of local charge
neutrality in both targets for 113 keV Xe¥**, averaged over
lattice sites that belong to the same hexagon shell of the
lattice (innermost hexagon: dark, outermost hexagon: light;
cf. equally colored lattice sites in the insets). While the ion
generally attracts electrons toward the lattice center and
thus depletes the edge states, the decline of (#;,) (increase
of Ap;) on the central honeycomb before the ion impact
(at t = 0) is due to resonant electron transfer to the ion. The
simulation result for the final charge state of the ion is
approximately g, = 9, for SLG, and ¢, = 1, for MoS,.
Insets show the charge density profile at r = 2 fs (violet:
negative, orange: positive charge). Figure 2(b) shows the
electrostatic potential V(x,y = 0,z,¢ = 2 fs) for z = 0.25,
1, 2, and 4 A. Here, we observe a clear difference in the
potentials for SLG and MoS, as electrons are accelerated
for SLG and decelerated for MoS, (i.e., more negative
potential at z = 1 than 0.25 A) when being emitted from
the central lattice sites (orange arrows). To compare to the
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FIG. 3. (a) Computed detection ratio of electrons emitted from
SLG and MoS, as a function of their initial kinetic energy at a
distance of 0.8 A from the monolayer, following from a classical
trajectory analysis using the time-dependent potential presented
in Fig. 2. The time stamps define the emission time of the
electrons (cf. Fig. 2). (b) Experimentally determined electron
energy distribution of SLG and MoS, induced by 190 keV Xe?0*
ion impacts.

measured electron emission yield we performed a classical
trajectory analysis, similar to that in Refs. [64,65], using the
time-dependent potential following from Fig. 2. In Fig. 3(a)
we present the computed ratio of electrons emitted from
graphene and MoS,, versus initial kinetic energy, and five
emission times. Please note, that for graphene all electrons
are able to leave the sample at all times and the ratio is
primarily determined by emission from MoS,. For high
electron energies and/or late emission times we find that the
ratio of detected electrons converges to 1, i.e., for both
samples all emitted electrons reach the detector. To rec-
oncile this with our experiment we measured the energy
distribution of electrons emitted from SLG and MoS,. All
data points result from correlated electron-ion pairs linked
via the ion TOF. Figure 3(b) shows a comparison of the
measured electron energy distributions of SLG and MoS,,
where we find that mean energies for both materials are
~10 eV. This coincides well with the energy range in
Fig. 3(a), where a large difference in detection efficiency
for electrons starting within < 2 fs after ion impact from
the two materials is expected [see Fig. 3(a) and the
Appendix for a more quantitative comparison, respec-
tively]. This effect might also explain a distortion of the
MoS, energy distribution in comparison to SLG, e.g.,
variations at energies < 10 eV. A detailed discussion of the
structure of the electron spectra is, however, beyond the
scope of this Letter. Additional noncoincidence measure-
ments show that there is no sizable contribution of electrons
with energies above 20 up to 200 eV. Please note that the
transmission of the HEA may decrease for very small
energies and we cannot exclude the presence of small
residual magnetic stray fields. We conclude that a local,
highly dynamic charge-up is the major reason for the
reduction in the electron emission yield from MoS, as this
prevents slow electrons from leaving the positively charged
surface and/or triggers electron recapture toward the ion’s
impact point after emission. The charging can, therefore, be
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interpreted as an effective transient increase of the work
function of MoS,, hindering low energy electrons from
escaping the surface. For graphene, a similarly strong
charge-up is seen, which, however, decays much faster.
Charge carrier mobilities in graphene, in general, are about
1000 times higher than in semiconducting 2D MoS, [66].
Our model used to describe these ultrafast charge carrier
dynamics is universal and can in general be adapted to any
lattice. From our Letter we can conclude that the ion-
induced electron emission at a surface is prompt, i.e., starts
within the first femtoseconds after the ion impact. It is
subject to a complex manybody problem and renders the
application of the conventional material work function
doubtful. The ion induces a highly nonequilibrium and
nonuniform state very different from all traditional inves-
tigations, including the rates for resonant charge transfer,
Auger ionization or ICD, which are typically derived for
systems in or close to the ground state. The approaching ion
creates a completely new physical situation that cannot be
created by other types of excitation. Complementary
calculations of the ion induced change of the electron
energy spectrum in the two materials are shown in the
Appendix. The present experiment provides not only an
ultrafast diagnostic of the ion, but also a unique diagnostic
of the surface with single site resolution. Delayed electron
emission from, for example, a plasmon decay [67-71] may
play only a minor role and an extended electron collision
cascade is suppressed in 2D materials. Even though the
temporal evolution of the introduced surface charge shows
only small differences (~2 fs) in whether a semimetallic or
semiconducting surface is probed, the electron emission is
very sensitive to it. The observation of emitted electrons
serves therefore as a probe for dynamic effects on the
femtosecond timescale, which offers the possibility to
study highly nonequilibrium ion-induced electronic proc-
esses on the nanoscale where no direct time resolution is
currently possible. Our approach bridges the gap from
time-resolved ultrafast laser spectroscopy to ion physics
and helps to understand exotic electronic excitations at
surfaces in general.
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Appendix: Additional simulation results—To gain a
more quantitative comparison between our experiment
and model data, we performed additional molecular
dynamics simulations. The data shown in Fig. 3(a) build
upon a fixed starting value z = 0.8 A above the surface
for emitted electrons. For Fig. 4(a), we used probability
distributions for electrons in various orbitals (of graphene)
and a charge density obtained from scanning tunneling
microscopy measurements [72]. Since ion de-excitation
via ICD and/or Auger processes happen on the (sub-)
femtosecond timescale [58], we chose the potentials for
t =0 [Fig. 2(b)] for the simulation results presented in
Fig. 4(a). Especially for the charge density from STM
measurements (red) the computed MoS,/graphene
electron detection ratio spectrum agrees well with
experimentally found data (black dots). This connection
of electron energy and emission probability, in general,
allows for an analysis of emission times, which opens a
new field to studying material response due to ion
interaction. From the results presented in our manuscript
we can deduce that electron emission is prompt and
happens within the first 1-3 fs after the ion impact.

To examine the electron energy spectrum prior to
the emission period, we performed further calculations
using nonequilibrium Green functions [3,4] within

the G1-G2 scheme, where we included electronic
(a) — 1s carbon— 4s carbon (b) [SLG [p—1.60V
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FIG. 4. (a) Molecular dynamics simulations for computation of

the ratio of detected MoS,/graphene electrons in dependence of
the electron energy using the potentials shown in Fig. 2(b) for
t = 0. The emission origin stems from averaging probability
distributions for various orbitals and a charge density obtained
from STM measurements [72], respectively. Experimental data
points are added in black circles. (b) Energy spectrum of graphene
and MoS, for the ground state and t = —1 fs before the impact of a
113 keV Xe*?* ion. The latter is a highly nonequilibrium state
from which complex charge transfer processes and electron
emission start. Vertical lines indicate the work functions ¢ of
the respective materials. G1-G2 simulations with second order
Born self-energies [5] for honeycomb targets containing 96 sites.
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correlations in the target on the level of the second Born
approximation [5,73,74]. This allows us to explore changes
in the density of states due to the ion impact. So far, no
resonant charge transfer is included in these simulations. In
Fig. 4(b) we compare the energy spectra of graphene and
MoS,, both for the ground state and for t = —1 fs before
the ion impact, which corresponds to the time when
resonant charge transfer sets in, according to the results
in Fig. 2(a). The spectra were computed using Koopmans
theorem [75]. It is apparent that for graphene electrons are
excited to significantly higher energies than for MoS,,
which is primarily due to the larger bandwith and higher
carrier mobility of graphene, as compared to MoS,. These
out of equilibrium energy spectra are the starting point for
the resonant charge transfer as well as ionization (or Auger)
processes. They provide additional explanations for the
striking differences in the measured electron emission
spectra in the two materials. The extremely short duration
of the ion-solid interaction gives rise to the excitation of
many electronic transitions simultaneously, whereas the
high ion charge promotes a substantial number of electrons
into the upper band, as seen in Fig. 4(b). It is instructive to
compare these spectra to photoemission spectra from
graphene nanoribbons irradiated by a few-cycle laser
pulse [6]. For moderate laser intensities (sufficiently well
below the field ionization threshold) and away from
resonant transitions the excitation of the electron system
is significantly weaker than in the case of a highly charged
ion presented above. On the other hand, by adjusting the
photon energy to a certain energetic transition in the target,
lasers one can selectively populate excited states via
(multiple) photon absorption—a physical mechanism that
is missing in the case of ion impact. Thus, an ion impact is
complementary to laser excitation. Aside from the field
strength and its time dependence, also the spatial depend-
ence of the field strength is crucial for material diagnostics,
as it determines the spatial resolution. Here, laser pulses are
typically uniform over many nanometers (at least) whereas
an ion impact is maximally localized. This gives rise to high
field gradients and to strong in-plane transport of electrons
which has been shown to be crucial for electron emission
(graphene vs MoS,) in the present Letter. Moreover, this
high spatial resolution makes the direct measurement of
electronic transport properties, such as mobility, diffusion,
conductivity, etc., under extreme conditions accessible.
These properties are strongly influenced by electronic
correlation effects in quantum materials, and ion impact
experiments pave the way for precise measurements and
theory-experiment comparisons.
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