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Muon spin rotation/relaxation measurements were performed to investigate magnetic properties of FeSe;_, S,
thin films on LaAlO;. A drastic decrease of the initial asymmetry was observed together with the peak structure
in the temperature dependence of the relaxation rate of muon spins almost at the same temperature where

kink anomalies were observed in the temperature-dependent resistivity. With increasing S content, the anomaly
temperature increased and the magnetic fluctuations at the lowest temperature were suppressed. These results
show that the S substitution induces magnetism at low temperatures in FeSe;_,S, thin films. Although the
behaviors of the magnetic and nematic phases in FeSe films toward chemical pressure by S substitution are

similar to those for bulk FeSe toward hydrostatic pressure, the behavior of T is significantly different between
these systems. Our results demonstrate that the detailed comparative investigation among physical and chemical
pressure effects is essentially important to understand the interplay of the magnetism, the nematicity, and the

superconductivity in iron chalcogenides.
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I. INTRODUCTION

Since the discovery of the iron-based superconductors
(FeSCs) [1], much research has been devoted to reveal
the mechanism of superconductivity in these materials. The
elucidation of the interplay between the nematic order, an-
tiferromagnetic order, and superconductivity in FeSCs has
been believed to provide a clue to understand the mecha-
nism of superconductivity in these emergent systems. An iron
chalcogenide superconductor, FeSe [2], which is one of the
FeSCs with the simplest crystal structure, shows a structural
transition from the tetragonal to orthorhombic phase at 90 K
[3], below which an orbital ordered state was observed [4,5].
Although iron pnictides show antiferromagnetic order near the
nematic transition temperature, FeSe exhibits no long-range
magnetic order at ambient pressure. While the superconduct-
ing transition temperature, T, of bulk FeSe is ~9 K at ambient
pressure, it shows a remarkable tunability. 7; increases up to
approximately 40 K by applying hydrostatic pressure [6,7],
intercalation [8—11], and electron doping by ionic gating [12].
A recent study reported the observation of zero resistivity
up to 46 K in an FeSe and ionic liquid system [13]. Further
enhancement of 7; up to 65-100 K was reported in FeSe
monolayer films on SrTiO; [14,15].

Applying hydrostatic pressure to FeSe induces an antifer-
romagnetic order at low temperatures after the nematic order
was almost suppressed (at approximately 2 GPa) [16-19].
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The magnetic phase shows a dome shape in the pressure-
temperature phase diagram peaked at approximately 4 GPa. T
significantly increases with increasing applied pressure, and
reaches the maximum of approximately 40 K at 6 GPa. In
the case of chemical pressure application, isovalent S sub-
stitution for Se also suppress the nematic order [20,21], but
antiferromagnetic order has not been reported for FeSe;_,S,
at ambient pressure [22-24]. However, thin-film samples of
FeSe|_,S, show a kink anomaly in the temperature depen-
dence of resistivity, p, for x > 0.2, where the nematic order
was completely suppressed [25]. The kink anomaly was sim-
ilar to those observed in FeSe under hydrostatic pressure,
which was attributed to the antiferromagnetic transition [17].
Very recently, hydrothermal synthesis of bulk FeSe;_,S, sin-
gle crystals with x covering the full range (0 < x < 1) was
reported for the first time [26]. The FeSe;_,S, bulk crystals
with high S content (0.31 < x < 0.71) show similar resistiv-
ity upturns at low temperatures. These resistivity anomalies
observed in heavily-S-substituted samples for both films and
bulk suggest the occurrence of the antiferromagnetic order in
FeSe;_,S,.

In this article, we report muon spin rotation/relaxation
(uSR) measurements for FeSe;_, S, thin films. We observed
a significant decrease of the initial asymmetry at low temper-
atures and also observed a peak structure in the temperature
dependence of the relaxation rate of muon spins at the same
temperature, which coincides with the temperature of the
kink anomalies in the p-T curve. These observations suggest
that FeSe;_,S, thin films exhibit a magnetic transition at
low temperatures. Our findings demonstrate that the detailed
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TABLE I. Specifications of the grown FeSe,_,S, films.

X Thickness (nm) c(A) Tiink (K)
S30-1 0.3 50 5.37 30
S30-2 0.3 80 5.38 25
S40-1 0.4 60 5.30 34
S40-2 04 100 5.32 30

comparative investigation among physical and chemical pres-
sure effects for bulk and film samples is essentially important
to understand the interplay of the magnetism, the nematicity,
and the superconductivity in iron chalcogenides.

II. EXPERIMENTAL

Single-crystalline thin films of FeSe;_, S, withx = 0.3 and
0.4 were grown on LaAlO3 (LAO) substrates by a pulsed
laser deposition method using a KrF laser [27,28]. Details of
the film growth and the estimation of the composition were
published elsewhere [25]. The maximum size of the samples
that we are able to grow at the same time was 15 mm X
15 mm. We grew films with the same composition twice to
obtain samples with size of 20 mm x 20 mm necessary for
the uSR measurements. The crystal structures and the ori-
entations of the films were characterized by four-circle x-ray
diffraction (XRD) with Cu K radiation at room temperature.
The electrical resistivity was measured by a standard four-
probe method using a physical property measurement system
from 2 to 300 K. The thicknesses of the grown films were
estimated from the electrical resistance at room temperature
assuming the resistivity at room temperature (p = 0.5 m2 cm
for both compositions), which typically has variations of ap-
proximately 20% at most.

The ;SR measurements for the thin films were performed
on the wE4 beamline at the Paul Scherrer Institut, Switzer-
land, using the low-energy muon. The thin-film samples,
covering a 20 x 20 mm? area, were glued using Ag paste
onto a Ni-coated aluminium plate, which was then mounted
onto a cryostat. The spin relaxation of muons that stop in
the Ni-coated plate is very fast and their contributions to the
measured asymmetry are negligible for ¢+ > 0.05 usec [29].
The implanted beam energy, Eiyp, was chosen as 3 keV and
4 keV for x = 0.3 and x = 0.4, respectively, so that the muons
stopped in the center of the films for both compositions. The
spin of the incident muons is parallel to the film plane for the
zero-field (ZF) and weak-transverse-field (WTF) experiments
and perpendicular to the film plane for the longitudinal-field
(LF) experiments. The magnetic field was applied perpendic-
ular to the film plane for both the wTF and LF experiments.
Details concerning the LEM setup can be found elsewhere
[30,31]. All the uSR data have been analyzed with the help
of MUSRFIT [32].

III. RESULTS

The specifications of the measured films are summarized in
Table I. Because we grew the films in two parts for each com-
position, both samples were characterized, which are named
samples 1 and 2. In the uSR experiments the two samples

were mounted on the sample holder simultaneously and mea-
sured. All the films have shorter c-axis lengths compared
with bulk samples with the same composition (c ~ 5.39 A
for x=0.3 and ¢ ~ 5.34 A for x = 0.4) [33], suggesting
tensile strain in the films. Figures 1(a) and 1(b) show the
temperature dependence of the electrical resistance, R, of the
films. The two samples with the same composition showed
almost identical temperature dependence of the resistance for
both x = 0.3 and 0.4. Some samples showed the signature
of the superconducting transition at the lowest temperature,
but did not show zero resistance above 2 K. The T; values of
the films are lower than bulk samples [26], which might be
attributed to the tensile strain in the films [34-36]. The kink
anomaly was observed in the R-T curves for both x = 0.3 and
0.4. The temperature of the kink anomaly, Ty, increased
with increasing S content, as was reported in the previous
work [25]. Note that no signature of the nematic transition
was observed in the temperature dependence of resistance
for these samples with high S contents. Even if there is any
nematic-ordered domains in the samples, they do not affect
the SR time spectra unless strong magnetic field is applied
parallel to the ab plane [37].

Figure 1(c) shows a scanning electron microscope (SEM)
image for a film with x = 0.3. A lot of tiny precipitates smaller
than 1 um were observed. These precipitates were too small
for the electron beam to be focused on one of them, but
the composition analysis with different beam sizes revealed
that the precipitates had a larger proportion of Fe than that
of the underlying film. Figure 1(d) shows a cross-sectional
transmission electron microscope (TEM) image for a film
with x = 0.4. This image was taken at a place where there
were no precipitates at the surface. Although c-axis orienta-
tion was observed near the interface between the film and the
substrate, there are domains with different orientations near
the surface, which may be consistent with the fact that the
XRD peak intensity became weaker for films with more S
content [25]. Tilted striped patterns of the contrast observed
near the surface of the films are moiré fringes due to domains
with different orientations. We confirmed that the composition
is homogeneous in the whole films including these domains.

Figure 2 shows the muon stopping profiles from Monte
Carlo calculations for the thinner films for each composition
(the 50-nm-thick film for x = 0.3 with Ej,, =3 keV and
the 60-nm-thick film for x = 0.4 with Ej,, =4 keV). The
modes of the distribution are almost at the center of both films
and implanted muons are distributed throughout the samples.
These results suggest that most of muons stopped deeper
below the surface layer where the domains were observed.
The calculation also suggests that there were very few muons
that stop inside the substrate. Even if some muons stop inside
the substrate, the LaAlO3 substrate is paramagnetic and the
relaxation of the muon spins are very weak. Thus, we can
safely exclude the possibility that some fraction of the signal
arises from substrates.

Figure 3 shows the ZF uSR time spectra of the FeSe;_,S,
thin films. The ZF spectrum at 250 K for x = 0.3 shows an
exponential-type relaxation. This suggests the development
of magnetic correlations near room temperature for x = 0.3.
As the temperature decreases, the initial relaxation becomes
faster. The asymmetry in the long-time region for x = 0.3
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FIG. 1. (a), (b) Temperature dependence of the normalized dc electrical resistivity of the FeSe,;_,S, films on LAO with (a) x = 0.3 (S30-1

and S30-2) and (b) x = 0.4 (S40-1 and S40-2). (c) SEM image for a film with x = 0.3. (d) Cross-sectional TEM image for a film with x = 0.4.
This image was taken at a place where there were no precipitates at the surface.

increased with decreasing temperature below 15 K. This in-
dicates that a nearly static magnetic order was formed at low
temperatures. However, coherent muon precession was not
observed even at the lowest temperature, suggesting inhomo-
geneity in the internal magnetic field. The slow relaxation in
the long-time region at the lowest temperature suggests the

formation of the static magnetic order with some remaining
spin fluctuations.
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FIG. 2. Muon stopping profiles from Monte Carlo calcula-
tions for (a) 50-nm-thick FeSe(;So3 film with Ej,, =3 keV and
(b) 60-nm-thick FeSeq¢S¢ 4 film with Ejy,p, = 4 keV.

The ZF spectrum for x = 0.4 at 250 K also exhibits an
exponential-like relaxation and the relaxation is much faster
than x = 0.3, suggesting the magnetic correlation at high
temperatures is much stronger than that for x = 0.3. The ini-
tial decrease of the asymmetry became fast with decreasing
temperature, and the asymmetry in the long-time region was
larger at 2.6 K than at 30 K. The relaxation of the ZF spectrum
at the lowest temperature in the long-time region was slower
than that for x = 0.3, suggesting weaker spin fluctuations in
x =04

To reveal how the magnetic order develops, we performed
wTF puSR at 50 G for both samples and applied a two-

component analysis. We assumed that the wTF spectra A(z)
are described as

A(t) = [Agexp (—Aot) + Ay exp (—A11)] x cos (ot + @),
ey
where the first and the second terms represent the slow and
fast relaxation components, respectively. Ag and A, are the
initial asymmetries, and Ag and A; are the relaxation rates of
muon spins of the slow and fast components, respectively.
w and ¢ are the frequency and phase of the muon-spin pre-
cession, respectively. The second term represents a missing
asymmetry, causing the reduction of Ag.
Figures 4(a) and 4(b) show the temperature dependence
of Ag and A of FeSe;_,S, thin films. The film with x = 0.3
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FIG. 3. Zero-field (ZF) muon time spectra of the FeSe;_,S, thin films with (a) x = 0.3 and (b) x = 0.4. Solid lines are the fitted curves

obtained by a two-component analysis.

has no fast relaxation component above 150 K. Ag of x = 0.3
started to decrease below 150 K, and dropped steeply below
20 K. X started to increase steeply below 70 K and took a
maximum around 20 K. These results suggest that the film
with x = 0.3 shows a magnetic transition around 20 K.

For x = 0.4, the Ay values at 250 K were already sup-
pressed, which corresponds to the fast exponential relaxation
in the ZF data at high temperatures. This means that stronger
magnetic correlations develop already at 250 K compared
with the x = 0.3 sample. As the temperature decreased, A, for
x = 0.4 decreased gradually above 50 K and rapidly dropped
below 50 K, and was temperature independent below 20 K.
The relaxation rate, A, took a maximum value at 40-50 K,
which coincides with the temperature where A( started to
decrease rapidly. These results indicate that the x = 0.4 film
exhibited a magnetic transition at approximately 50 K, which
is higher than that for x = 0.3. The facts that no coherent
muon precession was observed in the ZF measurements and
that Ao remains large even at the lowest temperature suggest
the magnetic state at low temperatures is of short-range order
for both x = 0.3 and 0.4.

Figure 4(c) shows the temperature dependence of the re-
laxation rate of the fast component, A;. A; for x = 0.3 is
zero at room temperature because there is no fast compo-
nent at high temperatures, while that for x = 0.4 is finite
at room temperature. For both compositions, A; monotoni-
cally increases with decreasing temperature. The increase of
A1 is related to the development of the static magnetic or-
der. With decreasing temperature, the spin fluctuations in the
static-order regions become slow and the muon experiences
stronger magnetic moment, which results in enhancement
of )»1.

In the case of a three-dimensionally isotropic distribution
of the internal field, such as in polycrystalline samples, Ag
should be 1/3. On the other hand, in the case of single-
crystalline samples, 0 < Ap < 1 depending on the angle
between directions of the incident muon spins and the internal
field. Therefore, the lowest estimate of the magnetic volume
fraction in the films is 65% and 75% for x = 0.3 and 0.4,
respectively. Note that there are domains with different ori-
entations near the surface of the films. Thus, Ap will be larger
than 0, and accordingly the magnetic volume fraction will be
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FIG. 4. Temperature dependence of (a) the initial asymmetry, A, (b) the relaxation rate of muon spins of the slow component, Aq, and
(c) the relaxation rate for the fast component, 1, in Eq. (1) obtained by the wTF SR at 50 G for FeSe;_,S, films with x = 0.3 and 0.4. Solid
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curves for the case of homogeneous internal magnetic field in samples.

larger than the above values. Considering the fact that Ay was
temperature independent below 20 K for x = 0.4, the volume
fraction might be almost 100% for x = 0.4.

To obtain further information on the low-temperature mag-
netic phase, LF ©SR spectra were measured up to B = 100 G.
Figures 5(a) and 5(b) show the LF spectra for x = 0.3 and 0.4
at the lowest temperature. The LF spectra for x = 0.3 showed
a parallel upward shift with increasing applied magnetic field.
However, the field of 100 G did not fully recover the initial
asymmetry. If the ZF muon spin relaxation is caused only by
nuclear spins, applied field of tens of gauss should completely
recover the initial asymmetry. Thus, the observed LF spectra
suggest that there is a static magnetism at the lowest temper-
ature. Qualitatively the same behavior was also observed for
x =0.4.

Figure 5(c) shows the longitudinal field dependence of the
initial asymmetry, ASY. The low-field limit of AfF is not zero,
suggesting the internal magnetic field is not parallel to the
film plane. A§"’s for both x = 0.3 and 0.4 increased with

increasing magnetic field. In the case that the magnitude of
the internal field is homogeneous and the direction of the field
is uniformly distributed in space, such as in a polycrystalline
sample, the magnetic field dependence of AS" is written as
(38]

3 3 1 k* =12 |k+1
Ay =50 _A‘%F)[Z Tt e Mo
30 0 1
2(azr 2 2
+2( g 3>, 2

where k is the ratio of the applied longitudinal field, Byg, to
the internal field, Biy (k = BLr/Bin), and AZ" is the initial
asymmetry under the zero magnetic field. Because we did
not evaluate the normalization factor for the LF experiments,
which used the different spin polarization of the muon beam
and different sets of positron counters from those in the ZF
experiments, we fitted the data using this equation with Az as
a free parameter. The solid lines in Fig. 5(c) are the best fits
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of the data for both x = 0.3 and 0.4, and the obtained fitting
parameter, Bjy, s 89.5 £ 1.7 Gand 97.5 + 18.2 G forx = 0.3
and 0.4, respectively. Deviations from the fitting curves for
both x = 0.3 and 0.4 suggest inhomogeneous spatial distribu-
tions of the internal magnetic field in the samples, consistent
with no coherent muon precession in the ©SR time spectra.
Considering the inhomogeneity of Bj,, the small difference
in the fitted results of B;,; between x = 0.3 and 0.4 has no
significant difference. For more accurate evaluation of Biy,
measurements with higher magnetic fields are needed.

IV. DISCUSSION

The puSR experiments revealed that the kink anomalies
in the R-T curves for FeSe;_,S, thin films originate from
a magnetic transition. The magnetic transition temperature
increases and the magnetic order becomes more stable by the
S substitution. Our results also suggested the inhomogeneity
of the internal field, or the short-range nature of the ordered
state. One may be concerned that the observed magnetism
originates from the precipitates on the surface of the films.
As was described before, the precipitates on the films contain
more Fe than the underlying films, and thus are very likely
to be magnetic. However, the magnetic volume fraction in the
FeSe;_,S, films is large and almost 100% for both x = 0.3
and 0.4, which cannot be attributed to the small magnetic
precipitates. A 1SR study on FeS reported that there is a small
non-superconducting magnetic phase within a sample [39],
which may be related to a +/5 x +/5 reconstructed insulating
phase observed in a scanning tunneling microscope measure-
ment [40]. The impurity magnetic phase observed in FeS has
a very small volume fraction of 15% and the peak of the
relaxation rate is 5 K, which is much lower than the magnetic
transition temperatures observed in our measurements. These
results suggest that the origin of the magnetic order in the
Fe(Se,S) films is different from that of the magnetic impurity
phase observed in bulk FeS.

One may also be concerned that small domains with dif-
ferent orientations near the surface of the films are the cause
of the spatial inhomogeneity of the internal magnetic field.
However, we should note that no coherent muon precession,
which also suggests the inhomogeneity of the internal field, is
not explained by the effect of these domains alone, because
the muons penetrated deep into the film. Thus, there is the
inhomogeneity of the internal field, at least, in the single-
crystalline layer underneath. The origin of the short-range
nature of the magnetism remains an open question.

Our results may suggest that the resistivity anomalies
observed for bulk FeSe;_,S, [26] also originate from the
magnetic transition. Interestingly, the composition and the
temperature where the resistivity anomaly is observed are
different between bulk and film samples. While the resistivity
anomalies of bulk samples are observed for x > 0.3, those of
FeSe;_,S, films are observed for x > 0.2, and the anomaly
temperatures of films are higher than those of bulk. At present,
the origin of the difference is not clear, but this may be due to
tensile strain in the films. Studies on strain dependence are
now under way.

From the perspective of the impact of the magnetism on the
superconductivity, the T; values for the FeSe;_, S, films show

gradual and monotonic decrease with increasing S content
even when the magnetic order appears [25], which is very
similar to that for bulk FeSe;_,S, samples for x < 0.3, which
show no magnetism under ambient pressure. This may suggest
that the magnetism observed in the films has no impact on
superconductivity. However, comparing with bulk FeSe;_,S,
samples with the same composition, the 7; values of film
samples are lower than that of bulk samples by more than 1 K
for x = 0.3 [25,33]. In addition, 7; of bulk samples becomes
smallest when the resistivity-upturn temperature becomes
highest. These suggest that the magnetism may suppress the
superconductivity. Because the strain in films will affect the
superconductivity [36] (and may also affect the magnetism),
detailed systematic research will be needed to clarify the
relation between the magnetism and the superconductivity in
the FeSe;_, S, films. Another important subject is whether the
magnetism coexists or competes with the superconductivity,
which also remains for further studies.

The appearance of the magnetism after the suppression of
the structural transition in the FeSe;_,S, films is very similar
to what was observed in bulk FeSe under pressure [18]. This
may suggest that the magnetism observed in the FeSe;_,S;
films has the same feature as that for FeSe under pressure.
However, the T; behavior is significantly different between
these two systems. The 7. values of FeSe,_,S, films continue
to decrease in the magnetic phase up to x ~ 0.45, while T
gradually increases with increasing pressure deep in the mag-
netic phase in FeSe under hydrostatic pressure. A theoretical
study suggests that various stripe and Néel states compete
with each other and FeSe lies near a multicritical point in
the magnetic phase diagram [41]. In addition, a uSR study
reported a magnetic quantum critical behavior in FeSe [42].
These studies suggest a possibility that the magnetic order
in the S-substituted FeSe films is different from that in FeSe
under pressure.

We compare the magnetic states in the two systems in
terms of the internal magnetic field. A ©SR study with a bulk
single crystal suggests that the magnetic state in FeSe under
pressure is either the collinear or bi-collinear antiferromag-
netic order with Fe spins lying in the ab plane [43]. This is
different from our observations in the FeSe;_,S, films; the
LF measurements suggest that the internal field does not lie
in the ab plane, even if effects of the domains with different
orientations near the surface of the films are considered. In
addition, the estimated internal field of approximately 100 G
for x = 0.4 is smaller than that for FeSe under pressure (~500
G) with a similar magnetic transition temperature (~50 K).
These results suggest that the magnetic order in the FeSe; .S,
films is different from that in FeSe under pressure, which may
result in the different 7; behaviors in these systems.

Matsuura et al. [22] reported that the chalcogen heights
from the two-dimensional Fe plane are different between
physical and chemical pressure, comparing their results in
bulk FeSe;_,S, with results in FeSe under hydrostatic pres-
sure by Millican et al. [44], which may be the origin for the
different magnetic orders in these systems. However, some
other groups reported a different behavior of the chalcogen
height in FeSe under hydrostatic pressure other than the re-
sults of Millican et al. Although Millican et al. reported that
the chalcogen height was almost pressure independent, other
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groups reported that the chalcogen height also decreased with
increasing pressure [45,46], similar to the behavior for bulk
FeSe;_,S,. This calls for further detailed studies on the struc-
tural analysis for FeSe;_, S, and FeSe under pressure, as well
as on the magnetic states in these systems.

Heavily-electron-doped FeSe, which has electron Fermi
surfaces alone, shows high 7. of 40-50 K [8-13]. An
interesting issue is the relationship between the high-T. su-
perconductivity in the heavily-electron-doped FeSe and the
magnetism in pristine FeSe. The realization of magnetism
under ambient pressure will make it possible to track changes
in the magnetism over electron doping by, for example, elec-
tric field effects, which might lead to the elucidation of the
mechanism of the high-7. superconductivity in the heavily-
electron-doped FeSe.

V. CONCLUSION

We investigated the magnetic properties of FeSe;_,S, thin
films on LaAlO; substrate by means of uSR. We observed
a drastic decrease of initial asymmetry together with a peak
structure in the temperature dependence of the relaxation rate
at almost the same temperatures, where a kink anomaly was

also observed in the temperature-dependent resistivity. Our
results indicate that the S substitution induces magnetism in
FeSe,_,S, thin films. Although the behaviors of the magnetic
and nematic phases toward chemical pressure by S substitu-
tion in FeSe film samples resembles those toward hydrostatic
pressure in bulk FeSe, 7. of thin films monotonically de-
creases with increasing chemical pressure, which is in contrast
to the results for hydrostatic pressure. Our findings demon-
strate that comparing the effect of chemical pressure between
bulk and film samples, as well as the effect of physical pres-
sure on FeSe, is indispensable to understand the interplay of
the magnetism, the nematicity, and the superconductivity in
iron chalcogenides.
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