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ABSTRACT: Helium (He) atom scattering (HAS) simultaneously measured the surface

electron—phonon coupling (EPC, SEPC) constant (4, A5) and in situ high-temperature atomic- \ K He kHe @

scale surface structure of the unreconstructed, metallic Nb(100) surface. The Nb(100) surface Ag \

is 0.50 + 0.08, and its atomic-scale surface structure is confirmed. The Ag measured for the

Nb(100) surface is ~1/2 the reported bulk Nb A values. The significance of Nb(100)’s %m-elmmscmeringwim
diminished EPC was elucidated by estimating relevant superconducting properties from the electron-phonon coupling

measured Ag, surface Debye temperature, known material parameters, and well-established M
equations. Density functional theory (DFT) with local averaging agrees well with the HAS data. )
A critical temperature (T¢) of 1.4—3.6 K, a superheating field (Hy, at 2 K) < 0.16 T, and a BKghonon =
superconducting gap (at 2 K) < 1.0 meV were estimated from these measurements. These ) ) ) ) ) )
results indicate that the Nb(100) surface has decreased superconducting properties relative to

the bulk. This study shows that these effects may also be due to the interface itself even without ) ) ) ) ) )
oxygen. These results contain the first A measured for the metallic Nb(100) and any Nb surface.

These measurements begin a fundamental understanding of the atomic-scale surface structure’s effect on EPC and superconductivity
in Nb.

1. INTRODUCTION well-known superconducting state of the bulk would reveal the
mechanisms determining which SRF cavity preparations aid or
hinder the performance of a cavity. Additionally, since
extensive research on Nb and Nb SRF cavities has allowed
them to approach their fundamental limits of operation, the
search has begun for new materials and cavity treatments to

Niobium is the current material of choice for superconducting
radio frequency (SRF) cavities in particle accelerators. Both
Nb’s normal and superconducting state properties have led the
material to its ubiquitous use and extensive study in SRF

ces 1—4 > . . -1: .
cavities. Nb’s r&.elatlvely -hlgh ductqlty allows 'for fac.lle further reduce R, maximize the superheating field (HL),
manufacture of optimal cavity geometries for relatively high inimi Y 0d optimi 1l perform.
quality (Q) factors and accelerating gradients.l_5 Additionally, 5,7;,? 1, zowe 0ss, a °op ze overall perto

< .
pure Nb’s relatively high thermal conductivity facilitates ance. - Due to 7.100 nm p ene.tratmn depth o.f RF fields
effective cooling, necessary to enter and maintain Nb's in typical Nb SRF cavities, changes in the surface significantly

. 1-3 102 . , affect cavity performance.”” In fact, surface defects,
superconducting state. ~ Nb’s superconducting state’s rela- ) J . e T . .
. . It inhomogeneities, and impurities limit cavity quality factors
tively high critical temperature (Tc) and low RF surface . . .
. . L a1 and operating temperatures, holding back a variety of
resistance (R;) contribute significantly to Nb SRF cavities” high . . 1 4,£7,0,10,13,14 .
. . Ld ar promising new SRF cavity materials. While well-
Q factors at attainable operating temperatures. ”* Since the RF

fields only penetrate through the first 40— 100 nm of the cavity studied, the evolutlo.n of surface defec.ts remains a challengmg
: - part of the SRF cavity treatment design and implementation.
surface, SRF cavity performance depends critically upon the

An understanding of the evolution of surface defects and their
surface chemistry and surface quality.”® Thus, the surface &

preparation of SRF cavities must be carefully designed and Zﬁlslilxt,lel?gvveh?:t;:r(l3sipS?gnﬁzsdl?:gl :}tlotvl\:i :sxgzc:tarbelr: zlrrllg
implemented. Furthermore, the superconducting state’s unique

behavior at these surfaces results from SRF cavity preparation
techniques.””~"" However, fundamental studies correlating the
atomic-scale surface structure with changes in the super-
conducting state remain unexplored. How does the surface
modify the physical properties driving the formation of the
superconducting state and its favorable properties? A deeper
understanding of atomic-scale surface structure’s effect on the
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well-ordered up to ~1130 K under SRF cavity preparations, a
foundational understanding of the interface must begin with
the metallic, unreconstructed surface."® Understanding how
specific atomic-scale surface structures arising from distinct
SRF cavity preparations impact the accelerator’s performance
and energetic efficiency would enable SRF cavity surfaces by
design. In order to progress to this point, we must first
understand the effect of the Nb surface structures on the
material’s superconducting properties by investigating the
effects of surface treatments and their resulting surface
structures.

Electron—phonon coupling (EPC) in Nb is responsible for
the formation of its superconducting state."'®™"” The EPC
constant (4) is a dimensionless constant that quantifies the
effective strength of electron—phonon interactions in a
material.'"® This constant then determines many super-
conducting properties such as the critical temperature (Tc)
and superconducting gap.”'”"” We will utilize helium (He)
atom scattering’s (HAS) unique capability for in situ high-
temperature measurements of both surface structure and
surface EPC (SEPC) constant (1g) to connect atomic-scale
surface structure with its effect on Ag and thus surface
superconductivity. We have demonstrated this capability by
measuring Ag and atomic-scale surface structure simultaneously
on the unreconstructed Nb(100) surface. While the Nb(100)
surface structure and phonon band structure has been
measured previously and calculated recently by Kelley et al,
the SEPC constant, Ag, has not.%™**

Furthermore, these results have begun building a necessary
foundational understanding of the effects of the atomic-scale
surface structure on superconductivity. With this under-
standing in hand, we plan to investigate variations in atomic-
scale surface structure to reveal their effects on the surface
superconductivity. Because this is the first measurement of
SEPC at the Nb(100) surface, much remains to be known
about the SEPC of Nb surfaces from changes in the surface
composition and structure. However, many substantial studies
of the EPC in bulk Nb have been made.””****~*' The EPC of
bulk Nb has been measured by electronic Raman scattering
(1.15),* proximity electron tunneling spectroscopy (1.04 +
0.06),”>** femtosecond pump—probe measurements (1.16 =+
0.11),%° and calculated with McMillan’s well-known expression
for Tc from accompanying measurements of appropriate
normal-state parameters (0.92)."7'%%

Atomic and molecular beam scattering techniques have been
used to investigate structure and vibrational dynamics of
surfaces since the 1920s.””~** Supersonic He beams are suited
to study surfaces due to their lack of penetration into the bulk,
chemical inertness, and remarkably narrow velocity distribu-
tions.””*> The de Broglie wavelength and narrow momentum
distribution of He atoms allow for precise measurements of the
atomic-scale structure.”®*” The momentum and energy of He
atoms are well-matched to those of surface phonons, giving
HAS a unique ability to measure and resolve low-energy
phonon modes.”* ™" Recently, the role of SEPC in the He-
surface scattering event has been elucidated and theoretically
described for single phonon modes and thermally excited
phonons in the high-temperature limit of many types of
surfaces.** ™"

While the derivation of the formula for Ag differs for each
kind of surface, including metals, metallic layers, 2D materials,
and topological insulators, the concept of an electron mediated
interaction between He and phonon states is present in
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all’™° The He atoms scatter off of the surface electron
density, and within good approximation, scattering repulsive
potential is directly proportional to the electron density for
metallic surfaces.’’ While He scatters off of the electron
density, energy is exchanged between the He atom and the
lattice of the crystal surface through phonon creation and
annihilation events.”**”** This energy exchange is mediated by
the electron density at the surface and has been formulated for
a variety of surfaces, especially metallic surfaces.’*”>" Recent
work has expanded this formulation to show that the Debye—
Waller (DW) factor is directly proportional to the SEPC
constant (Ag), which was accomplished starting from the
distorted-wave Born approximation, using second-order
perturbation theory to define electron—phonon matrix
elements, and adopting additional yet reasonable approxima-
tions.'”** 7> The DW factor is a multiplicative factor in all
scattered intensities that describes thermal attenuation of the
He atom’s scattering intensity.‘%(”‘w’48 Traditionally, the DW
factor accounted for the thermal excitation of phonons with
appreciable displacements at the surface; however, these recent
developments elucidated the mediation of thermally excited
phonons and scattered He via the electron density.*®***°
Simply put, the thermal energy of the surface excites phonons
at or near enough to the surface that they disturb the surface
electron density which then reduces the coherence of the
scattered He and measured HAS intensity.*®

The work presented herein provides the first measurement
of A on the metallic, unreconstructed Nb(100) surface and any
other Nb surface. Furthermore, it presents in situ high-
temperature atomic-scale surface structure measurements
made simultaneously with the Ag measurement. This work
utilizes and demonstrates HAS’s unique capability for in situ
high-temperature measurements of both the surface structure
and the Ag to connect the atomic-scale surface structure with its
effect on A and, thus, superconductivity. This capability
unlocks the potential elucidation of the changes to the surface
by oxides, carbon impurities, N doping, Sn alloying, and other
SRF cavity preparations.

2. METHODS

Measurements were performed, and the crystal surface was
prepared in an ultrahigh vacuum (UHV) scattering instrument.
The instrument has been detailed elsewhere, but is
summarized below.'”*>™>* The instrument was composed of
three main sections: a differentially pumped beam source, a
sample chamber, and a differentially pumped rotating detector.
The sample surface was prepared and altered, and all
measurements were made in situ within the sample chamber.
A supersonic atomic or molecular beam was created by
expansion from a 15 pm nozzle cooled with a closed-cycle He
refrigerator. A skimmer extended through the Mach disk into
the zone of silence, extracting a supersonic atomic or molecular
beam. In the next differentially pumped chamber, the beam
passed through a mechanical chopper for pulse modulation.
The resulting supersonic beam was nearly monoenergetic (Av/
v < 1%). This beam had a spot size of ~4 mm on the 1 cm
sample, scattering into 27 steradians. A triply differentially
pumped, computer-controlled, rotatable detector arm collected
scattered atoms or molecules. Between the differentially
pumped detector regions, the probe atoms or molecules
were ionized by electron bombardment, mass selected using a
quadrupole mass spectrometer, and detected with an electron
multiplier, followed by pulse counting electronics. The flight
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Figure 1. Representative (a) Auger electron spectrum and (b) He atom diffraction spectrum for the clean, unreconstructed Nb(100) surface along
the <100> symmetry axis. In panel (a), the primary Nb peak is evident at 167 eV and the secondary Nb peak at 192 eV. There is an absence of C
(270 eV), N (379 eV), and O (503 eV) peaks, indicating a clean Nb surface. In panel (b), there is only the first-order diffraction peak. This peak is
sharp and weak relative to the specular reflection, indicating a smooth, well-ordered metallic surface.

path was 1.528 m, the sum of the chopper-to-sample path was
0.500 m, and the sample to ionizer path was 1.028 m. For our
experiments, we used He as our probe, scattering from a
Nb(100) surface with a supersonic He atomic beam.
Diffraction scans were obtained by square-wave beam
modulation, with a 50% duty cycle and rotating the detector
at 0.2° increments with fixed incident angle and energy, with
an overall instrument angular resolution of 0.20°. The beam
was characterized by time-of-flight (TOF) measurements made
with a single-slit chopping 1% duty cycle pattern. The
Nb(100) crystal was mounted on a six-axis manipulator within
the HAS instrument’s sample chamber. This manipulator
enables control over the incident angle, 6, azimuthal angle, ¢,
and tilt, y, with respect to the scattering plane. Electron
bombardment heating and a closed-cycle He refrigerator
modulated the sample temperature within a range of 300—
2300 K. Surface Preparation Laboratory (The Netherlands)
provided the Nb(100) sample (99.99% purity, ~0.1° cut
accuracy), which we then cleaned in the HAS instrument by
cycles of annealing and flashing up to 2300 K, in addition to
sputtering with 1 keV Ne* ions (3 yA maximum). Impurities
identified by in situ AES were C, B, S, and N; these were
removed by the combination of annealing, flashing, and
sputtering. We continued the cleaning cycles until only Nb was
present on the surface, as confirmed by AES, and until the
surface was well-ordered enough for high-intensity He
diffraction. Due to the annealing (~2300 K), flashing
(~2300 K), and sputtering process described above, the
unreconstructed Nb(100) surface formed naturally and
spontaneously. The Nb(100) surface structure and cleanliness
was confirmed with AES, low-energy electron diffraction
(LEED), and He diffraction. During data collection, the Nb
sample was periodically flashed to ~2300 K to eliminate
unwanted surface adsorbates. Debye—Waller data were
obtained by aligning the crystal at each surface temperature
and taking diffraction scans across the specular peak. Each
Debye—Waller measurement consisted of varying surface
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temperature up and then down a chosen temperature range,
aligning the crystal and taking a diffraction scan over specular.
These measurements were taken from the lower limit, ~1400
K, of the chosen temperature range to the upper limit, ~1750
K, and then immediately back down to the lower limit. The
lower temperature limit was determined as the lowest
temperature free of substantial background gas adsorption in
the time that it took to align and take a diffraction scan. The
crystal and mount thermally equilibrated for ~5 min and then
was aligned before every diffraction scan. The thermal
equilibration time for the crystal and mount was determined
by comparing thermocouple measurements on the mount to
pyrometer measurements of the crystal.

To theoretically study the Nb(100) surface, we performed
density functional theory (DFT) calculations using open-
source planewave software JDFTx.>>*° We implemented
norm-conserving pseudopotentials’” and calculated the elec-
tronic states for the outer electrons of niobium (4p°5s*4d°) at
an effective temperature of 20 milli-Hartree using a Fermi
function to determine electronic occupancies. The exchange—
correlation energy was approximated using the Perdew—
Burke—Ernzerhof functional revised for solids (PBEsol).*® Our
calculations employed planewave cutoff energies of 30 Hartree
and 200 Hartree for the electronic wave functions and density,
respectively. We computed properties of a 10-layer slab of
niobium with (100) surface termination in a cell that is 42.33 A
long along the surface-normal direction and truncated
Coulomb potentials to increase the accuracy of calculated
surface properties.”” We calculated a lateral lattice constant for
Nb(100) at 3.30 A, in good agreement with the experimental
measurement of 3.29 A.°” We calculated phonon properties
using the finite-difference supercell method, perturbing atoms
by ~0.4 to 0.54, to calculate the real space interatomic force
constant matrix directly.®’ Interatomic force constant matrices
for Nb(100) were evaluated in a 3 X 3 X 1 supercell with a k-
space sampling density equal to the unit cell’s sampling of 12 X
12 X 1 k-points.

https://doi.org/10.1021/acs.jpcc.4c00852
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Figure 2. Thermal attenuation of the specular peak is observed in panel (a), where diffraction scans through the range were taken proceeding up
the temperature range to 1746 K and then back down to 1404 K. The surface structure and cleanliness was confirmed with HAS diffraction and
AES immediately before and after the measurement. The intensity values are taken from these specular reflections and plotted in panel (b). In panel
(b), the In of specular intensity is plotted versus surface temperature. The linear fit provides I, (intensity at 0 K) from the y-intercept fitting
parameter and a slope fitting parameter equal to d In I 4/dTs. From this slope and tabulated values for Nb’s work function, number of free electrons
per atom, and Fermi wavevector, we calculate 4 = 0.50 + 0.08 for the Nb(100) surface. The error is propagated from the fit error of the slope fitting
parameter. Furthermore, we also extract the surface Debye temperature of 369 = 11 K from these data, verifying that the system in the high-
temperature regime of the Bose—Einstein phonon population function is required for eq 3. Additionally the Debye temperature is used in

calculating T from the measured A and the McMillan equation.

3. RESULTS AND DISCUSSION

The clean metallic unreconstructed Nb(100) surface was
prepared and confirmed with HAS diffraction and AES as
shown in Figure 1(a,b), respectively. Figure 1(a) contains a
diffraction scan taken at 1297 K along the <100>, X
azimuthal direction. Each peak occurs when the von Laue
condition holds true, or when

AK = k; (sin 6, — sin 6;) = G, (1)
where the surface-parallel component of the He wavevector k;
changes by AK; the initial and final scattering angles, relative
to surface normal, are 6; and 6 respectively; and G,,, is a linear
combination of reciprocal surface lattice vectors.' ****” The
scan shows an intense, narrow specular peak (6, = ;) at AK =
0 and the first-order (01) diffraction peak at AK = —2.000 A™,
just slightly beyond the expected —1.904 A~'’%*' This
diffraction peak shifted slightly above and below the expected
value after each pre(paration, indicating some lattice compres-
sion and expansion.”” The specular peak is ~28 times the size
of the first-order diffraction peak, typical of a smooth metal
surface with relatively flat electronic corrugation.”*®® The
absence of oxygen in the Auger data is corroborated by the
absence of any superlattice peaks along this symmetry
direction in the diffraction scan.'>*">*

Thermal attenuation of the specular peak occurs due to
thermally excited phonons disturbing the electron density at
the surface. This thermal attenuation follows the following
relation

I(Ty) = 1(0)e "™ @)
where I is the measured He scattered intensity and 2W is the
DW factor.**** The traditional definition of the DW factor is
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2W(T) = ((Ak-u(T))") (3)
where Ak is the change in wavevector of the scattered He and
u atomic displacement of the surface atoms.”* However,
recently, Manson et al. has derived the relationship between
2W and the surface EPC constant, yielding the approximation

dinly ¢ ke

kydTy 62 ks (4)
where Iy, is the intensity of the specular reflection, ¢ is the
work function, Z is the number of free electrons per atom, kj is
the Fermi wavevector, and k;, is the surface perpendicular (z)
component of the He incident wavevector.”””° The DW
diffraction scans were taken over the specular peak at a variety
of temperatures. These temperatures were chosen to be above
any significant adsorption of background gases. These
diffraction scans were taken from temperatures ~1400 to
~1750 K for a variety of beam energies.

The data used for the slope, dIn Iy
kpd T

through eq 4, were measured taking particular care for surface
cleanliness. Specifically, these EPC DW data (Figure 2) were
obtained while confirming a clean Nb(100) surface structure
through cleanliness with HAS diffraction and AES prior to and
after each DW measurement. This procedure ensured no
impurities interfered with the measurement.

This slope and tabulated values of the Fermi vector, work
function, and number of free electrons per atom were used to
calculate a Ag of 0.50 + 0.08 for the clean metallic Nb(100)
surface.'***" The uncertainty in this value is propagated from
the error in the linear fit of the data.

This is the first recorded value of 4 for any Nb surface and
specifically the Nb(100) surface. The recorded A values for

, which determines Ag

https://doi.org/10.1021/acs.jpcc.4c00852
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bulk Nb are 1.15, 1.04, 1.16, and 0.92, almost twice the value at
the Nb(100) surface we determine here.””*»**™*" This
deviation shows that the Nb(100) surface reduces the level
of electron phonon coupling at the surface relative to the bulk.
This reduction indicates that the termination of the Nb lattice
with a Nb(100) surface should be expected to significantly
decrease the superconducting gap and increase the RF
resistance relative to the bulk. In SRF cavities, the surface
oxide is commonly thought to decrease the efficiency of Nb
SRF cavities; surprisingly, these effects may be due to the
termination of the lattice in addition to the effects of the
oxygen.”'* This work begins to build a fundamental under-
standing of the effects of the surface.

In addition to this refined DW measurement of the clean
Nb(100) surface, we obtained a variety of DW measurements
with varying amounts of impurities, as measured by AES.
These impurities did not affect surface structure, periodicity,
order, or electronic corrugation, but they did affect Nb(100)
SEPC. We concluded from further data analysis that these
impurities must be at the subsurface. This ultimately meant
that while these data were not appropriate to determine Ag for
a pure, metallic Nb(100) surface, they were ultimately
appropriate to determine a He-surface attractive potential
well depth, and they reveal linear trends between SEPC and
impurity concentration. These data are summarized in Figure

3.

PRI Y SRR B
0 10 20 30 40 50 0 10 20 30 40 50
DW day DW day

25H
010 20 30 40 50
DW day

Figure 3. In panel (a), the AES ratios of O and C with Nb are plotted
versus time (days). The blue lines mark when AES spectra were taken
and the region between day 0 and day 36 was linearly interpolated to
obtain the O and C ratio on each day. In panel (b), the DW slopes
from each day were plotted versus time (days) showing a strong
correlation with the O and C content. However, in plots (c), (d), and
(e) the (01) diffraction peak dK, domain size, and ratio of (01) peak
to the specular (00) peak, respectively, show no correlation with O
and C content. The diffraction peak’s dK (c) show that the periodic
lattice spacing is uncorrelated with O and C content. The domain
sizes (d), obtained from the specular (00) diffraction peak’s fwhm,
indicate that the surface order is uncorrelated with O and C content.
Furthermore, the ratios of specular to the diffraction peak (e)
demonstrate that the electronic corrugation at the surface is
uncorrelated with O and C content.

Looking at the data in Figure 3, one may observe the
correlation between the O and C content with the DW slope
but not in the diffraction peak location, specular to the
diffraction peak ratio, or domain size (extracted from the fwhm
of the specular peak). The latter three properties are specific to
surface structure, periodicity, order, and electronic corrugation,
but the DW slopes involve surface vibrations that are also
affected by the subsurface.”°® Since AES probes both the
surface and a few layers into the subsurface, and the DW slope
is the only surface property we measured that seems to be
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affected by the C and O impurities, we can conclude that these
impurities must lie at the subsurface but not at the surface. If
we take the DW data where the subsurface O and C content
varies and extract A, we see that there is an apparent
diminishing of Ag with accumulation of subsurface O and C
impurities (Figure 4).

For the impure DW measurements, the subsurface O and C
contents on each DW measurement were estimated by linearly
interpolating between the two AES measurements on days 1
and 36 in Figure 3(a). While not the primary focus of this
study, this effect is deserving of its own investigation in future
work. Nonetheless, the data show that subsurface O and C
apparently diminish Ag and indicate that such subsurface
impurities actively contribute to surface superconductivity and
SRF cavity performance. In fact, the effect of interstitial O on
bulk Nb’s EPC has been measured in the range of 0—4% by
Koch et al.”® These amounts of interstitial O were observed to
decrease the EPC linearly with accumulated interstitial O,
much like the trend observed in Figure 4(a).

At beam energies from ~17 to ~35 meV, the acceleration
due to the He-surface attractive potential well depth, D, is
significant and must be taken into account. The Beeby
approximation is commonly used to correct for this effect,
taking into account the acceleration of the He atom as it
approaches the surface before reaching its turning point.*****’
In the Beeby approximation, the potential well depth is added
to the surface perpendicular component of the incident He
beam energy.”” This quantity can be measured by expanding
the traditional expression of the DW factor with standard
kinematics. Upon substitution, restriction to specular scattering
and rearrangement, the relation

(5)

is obtained, where o is the negative slope of a DW linear plot,
k; is the He incident wavevector, 6, is incident angle relative to
surface normal, D is the He-surface potential well depth, and E;
is the He incident energy.‘%'67 Thus, a fit of DW decay, o,
versus E; cos® 0; yields the He-surface attractive potential well
depth and the first derivative of the mean-square displacement
with respect to the surface temperature. We will choose DW
measurements with the narrowest range of subsurface
impurities at 3 beam temperatures and use them to obtain a
He-surface attractive potential well depth (Figure S). The data
with subsurface impurities are appropriate for the well depth
calculation since the attractive potential well depth is
exclusively a surface phenomenon.

From the fitting parameters, we obtain a He-surface well
depth of 5.8 with error due to varying subsurface impurities.
Having an estimate for the well depth D allows us to correct
our incident beam energy with the Beeby correction.

We use DFT calculations of the mean-squared displacement
(MSD) of the surface atomic vibrations of Nb(100) to
complement our HAS data from clean metallic Nb(100).
Figure 6 shows the vertical mean-squared displacement
(MSD) of the surface atomic vibrations of Nb(100) calculated
with

0 = LY (2n(wg, T) + e
u = — 2716!) T + 1 —_—
N, = @ 2Mw,

Qv (6)
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Figure 4. EPC constant was extracted from the DW slopes plotted in Figure 3(b) and plotted against the values of the O/Nb (a) and C/Nb (b).
There is an apparent diminishing of Ag with the accumulation of subsurface O and C impurities. While we have not intended to study or observe
this effect, we have coincidentally observed it. This effect deserves its own investigation that is outside the scope of this paper. Nonetheless, the data
show that subsurface O and C apparently diminish A5 and indicate that such subsurface impurities actively contribute to surface superconductivity

and SRF cavity performance.
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Figure 5. DW lines at 3 beam energies were selected for a relatively
narrow range of subsurface impurities. These data provide the He-
surface well depth of 5.8 meV with error due to varying subsurface
impurities. Having an estimate for the well depth, D, allows us to
correct our incident beam energy in the so-called Beeby correction.

where the summation samples phonon modes v at wavevectors
Q throughout the surface Brillouin zone, e?if, is the component
of the phonon eigenvector corresponding to the z-displace-
ment of the surface niobium-atom of mass M, and the Bose
factor n(wgq,) weights the displacements of each sampled
phonon mode at temperature T.*® This quantity enters the
traditional definition of the DW factor in eq 3.

The lower theoretical curve shows the raw average of (u2)
considering the one Nb atom of the monatomic crystal
structure. The upper theoretical curve shows an effective MSD
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Figure 6. Upper theoretical curve (blue) shows the raw average of
(u2) considering the one Nb atom of the monatomic crystal structure.
The lower theoretical value (green) shows an effective MSD after
averaging over the four surface atoms from the square unit cell, which
accounts for the likelihood of the incident He atom interacting with
more than one Nb atom due to the comparable distance between Nb
surface atoms and the finite size of He. The HAS data (red dots) fall
upon the DFT prediction for HAS scattering (green) confirming the
HAS measurements of clean, unreconstructed Nb(100).

after averaging over the four surface atoms from the square
unit cell, which accounts for the likelihood of the incident He
atom interacting with more than one Nb atom due to the
comparable distance between Nb surface atoms and the finite
size of He.*® Using this locally averaged MSD and performing
a least-squares fit of the well depth in the Beeby
approximation, the predicted DW factor from this effective
MSD would match the measured HAS DW data at a well
depth of 9.5 meV. The HAS data fall within this region
confirming the HAS measurements of clean, unreconstructed
Nb(100).

To more deeply understand how this modification of the
bulk 4 would affect the surface’s performance in an SRF cavity,

https://doi.org/10.1021/acs.jpcc.4c00852
J. Phys. Chem. C 2024, 128, 6149—6157


https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig4&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.jpcc.4c00852?fig=fig6&ref=pdf
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.4c00852?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

The Journal of Physical Chemistry C

pubs.acs.org/JPCC

Table 1. Benchmark Superconducting Properties Were Estimated from Well-Used Equations Using EPC Constants and

Tabulated Material Properties”

1 EPC Te (K)
Nb(100) 0.50 1.4-3.6
Nb bulk (refs22,23,25—31) 1.15, 1.04, 1.16, 0.92 9

critical field (T)

<0.14
021

superheating field (T)

<0.16
0.25

band gap (meV)

<1.0
2.8

“Superconducting properties were estimated for T = 2 K, using well-known tabulated values for Nb: London penetration depth = 40 nm, & = 27
nm, kK = 1.5, p* = 0.1-0.15, and critical field of 0.20 T at 0 K. The surface EPC and Debye temperature extracted from HAS data were used to

estimate the values for the unreconstructed Nb(100) surface.

we estimate superconducting properties that are commonly
used benchmarks for prospective SRF cavity materials.”'” The
resulting values are compiled in Table 1.

We used Dynes’ version of McMillan’s equation as well as
our measured surface Debye temperature and Ag to estimate a
T within the range of 1.4—3.6 K, significantly reduced from
the bulk Nb value of 9 K."'7'*% A lower T ultimately
corresponds to a lower superheating field Hy, of <0.16 T
compared to the bulk value 0.25 T."'*'** This means that
superconducting states at the Nb(100) surface quench at lower
magnetic fields than those in the bulk, reducing SRF
performance.“’69 We estimate the superconducting gap at 0
K and then, using A5 and an empirical temperature dependence
valid below T, estimate a superconducting gap at 2 K to be
<1.0 meV, significantly reduced from 2.8 meV for bulk Nb at 2
K.V1?7270 A smaller superconducting gap results in a higher Rg,
a lower Q, and therefore a less efficient SRF cavity.”'” These
theoretical estimates from our measured A5 and surface Debye
temperature as well as the measurements themselves show that
the atomic-scale surface structure of Nb(100) significantly
modifies the relevant properties of the superconducting state,
decreasing the SRF cavity performance even without the
presence of a deleterious oxide.

4. CONCLUSIONS

We have utilized He atom scattering’s (HAS) unique capability
for in situ high-temperature measurements of both the surface
structure and the surface electron—phonon coupling (SEPC)
constant, Ag, to connect the atomic-scale surface structure with
its effect on Ag and thus superconductivity. We measured the Ag
and in situ high-temperature atomic-scale structure of the
unreconstructed, metallic Nb(100) surface. The thermal
attenuation of the specular reflectivity gave a Ag of 0.50 +
0.08, and He diffraction confirmed the unreconstructed
metallic Nb(100) surface. These results give the first Ag
measured for the unreconstructed, metallic Nb(100) surface
and any Nb surface. We find that SEPC, T, superconducting
gap, and superheating field at operational temperatures are
significantly reduced at the Nb(100) surface relative to those
of the bulk Nb. While the Nb surface in SRF cavities is
oxidized, this begins to build a needed, fundamental under-
standing of the effects of the surface on superconducting
properties, and from there, we can begin to understand the
changes to the surface by oxides, carbon impurities, N doping,
Sn alloying, and other SRF cavity preparations. These
measurements are the beginning of a fundamental under-
standing of atomic-scale surface structure’s effect on EPC and
superconductivity in Nb, enabling SRF cavity surfaces by
design.
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