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Abstract. Tunneling measurements have been carried out on layered superconductors of the β(SmSI)-type
– Li0.48(THF)xHfNCl (THF = C4H8O) and HfNCl0.7 – by means of break-junction and scanning tunneling
spectroscopy. Break-junction technique reveals Bardeen-Cooper-Schrieffer (BCS) – like gap structures with
typical gap values of 2Δ(4.2 K) = 11−12 meV for Li0.48(THF)xHfNCl with the highest Tc = 25.5 K. Some
of our measurements revealed multiple gaps and dip-hump structures, the largest gap 2Δ (4.2 K) ≈
17–20 meV closing at Tc. This was shown both by break-junction and scanning-tunneling spectroscopy.
From these experiments it stems that the highest obtained gap ratio 2Δ/kBTc ∼ 8 substantially exceeds
the BCS weak-coupling limiting values: ≈3.5 and ≈4.3 for s-wave and d-wave order parameter symmetry,
respectively. Such large 2Δ/kBTc ratios are rather unusual for conventional superconductors but quite
common to high-Tc cuprates, as well as to organic superconductors. Our studies allowed to collect much
more evidence concerning the huge pairing energy in those materials and to investigate in detail the
complexity of their superconducting gap spectra. An origin of the observed phenomena still remains to be
clarified.

1 Introduction

Recently, several kinds of novel superconductors have been
found, including MgB2 [1,2], sesquicarbide [3], and iron-
based oxypnictide or pnictide compounds [4–9], which ex-
hibit significantly higher critical temperatures, Tc, than
those of any conventional intermetallic superconduc-
tors [10,11]. Some of those new compounds possess lay-
ered crystal structures containing metal and metalloid
ions. The reduced dimensionality is often believed to be
substantial for high-Tc superconductivity itself [12,13].
At the same time, the microscopic origin of the Cooper
pairing in cuprates and the novel compounds is still not
known, although many sophisticated theories do exist
(see, e.g., Refs. [2,7–9,12,14–19]). Therefore, empiric and
semi-phenomenological considerations constitute the main
guiding line in the search for new superconductors.

In particular, for MgB2, a number of experimental
reports suggest that strong electron-phonon interactions
through oscillations of light-mass B atoms on the honey-
comb layer are responsible to realize the high Tc [20,21].
As for oxypnictides, a two-gap electron-hole model with
interband Hubbard interaction might be important for
realizing high Tc [22].
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Li0.48(THF)xHfNCl (THF (tetrahydrofuran); C4H8O)
with SmSI-type layered M (Metal)-nitrogen (MN) struc-
ture is a high-Tc superconductor found by Yamanaka
et al. [23] (see also a review [24]). Superconductivity in this
compound is induced by electron doping to HfN double-
honeycomb layers through the intercalation of Li ions and
organic molecules between Cl layers, which leads to the
high Tc = 25.5 K. Band calculations showed that strongly
hybridized Hf 5d and N 2p orbitals form the conduction
band [25,27]. Experimental studies of nuclear magnetic
resonance (NMR) [28], muon-spin rotation (μSR) [29] and
X-ray absorption [30] are consistent with those predic-
tions. On the other hand, there is another way of electron
doping of HfN layers, namely, de-intercalating Cl atoms
from β-HfNCl [31]. The resultant material HfNCl1−x ex-
hibits superconductivity with Tc = 23.5 K. Upper critical
field, Hc2, measurements in the related layered supercon-
ductor β-ZrNCl0.7 with a somewhat lower Tc ≈ 13 K
revealed large Hc2 anisotropy with respect to an an-
gle between Hc2 and the double ZrN layer [32]. Finally,
specific-heat measurements of the superconducting sample
Li0.12ZrNCl with Tc ≈ 12.7 K showed that the ratio be-
tween the superconducting gap Δ(0) at zero temperature,
T , and Tc takes strong-coupling values 2Δ(0)/kBTc ≈
5 [33]. Here kB is the Boltzmann constant.
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In our previous break-junction studies on
ZrNCl0.7 [34], two kinds of energy gaps, 2Δ = 8−10 meV
and 3–5 meV, have been observed. The former values
correspond to very large gap ratios 2Δ/kBTc = 6.6−8.3,
while the scatter of the latter means 2Δ/kBTc = 2.7−3.8,
which includes the BCS weak-coupling ratio 2π/γ ≈ 3.52.
Here γ = 1.78. . . is the Euler constant. Such large gap
magnitudes and multiple gap structures are very rare for
conventional superconductors [35]. On the other hand,
the ratios 2Δ/kBTc > 6 are routinely observed in high-Tc

cuprates [36] or organic superconductors [37].
Some other features of the nitride compounds, such as

low carrier density, the semiconductor-metal transition on
carrier doping, the quasi-two-dimensional layered crystal
structure, etc. [28] are also similar to those of the copper-
based oxides [38–41]. It is remarkable that recent exper-
imental studies of Li0.48(THF)xHfNCl and ZrNCl0.7 re-
vealed a negligibly small isotope effect Tc ∼ M−0.07 (M is
the nitrogen atomic mass) [42,43]. At the same time, the
analysis of high-pressure X-ray and Raman scattering re-
sults for Li0.5(THF)xHfNCl and ZrNCl0.7 crystals on the
basis of the approximate strong-coupling McMillan for-
mula [44] led to a large coupling constant λ > 3 [45].
Thus, to reconcile experimental data of references [42,43]
and [45], it seems plausible to invoke a non-phonon super-
conductivity mechanism.

In this paper, we widened the scope of measure-
ments. In particular, superconducting energy gaps of both
β-Li0.48(THF)xHfNCl and β-HfNCl0.7 were found directly
from in-situ break junction tunneling spectroscopy. Com-
plementary studies were made as well using scanning tun-
neling spectroscopy (STS). Some speculations about the
nature of superconductivity in the materials concerned are
presented on the basis of our and previously published
data.

2 Experimental technique and the way
of data handling

We have used polycrystalline pellets of Li and THF inter-
calated superconducting samples Li0.48(THF)xHfNCl and
Cl de-intercalated HfNCl0.7. Details of the sample prepa-
ration have already been reported [23,24,31]. It should be
noted that c-axes of pressed pellets are oriented perpen-
dicularly to the HfN plane of the layered HfNCl0.7 [28].
Since the samples are very reactive in a humid air, the
preparation was carried out in a pure Ar filled glove box.
The tunneling measurements were done using an in-situ
break-junction technique [46]. In this method, a sample is
cracked at 4.2 K to form a superconductor – insulator –
superconductor (SIS) junction with a fresh and unaffected
interface, which is obtained by applying the bending force
parallel to the thickness (c-axis) direction of the c-axis
oriented thin (∼0.3–0.5 mm) pellet. We believe this is the
most effective way to fabricate tunnel junctions of this
kind from a chemically reactive compound [46–49].

For an SIS junction, the characteristic peak-to-peak
bias separation Vp−p in the tunneling conductance,

G(V ) ≡ dI /dV , corresponds to 4Δ/e, where 2Δ repre-
sents the superconducting energy gap between electron-
like and hole-like quasiparticles, I is the quasiparticle cur-
rent, V is voltage, and e is the elementary charge. Such an
SIS junction is very sensitive to probe gap edge structures
even at high temperature close to Tc because of the convo-
lution between electron gapped densities of states N1,2(E)
for both electrodes in the integrand of the equation for
G(V ) [35,50]; thereby precise measurements are possible
even in the vicinity of Tc. We also employed STS measure-
ments with PtIr tip in the ultra high vacuum (<10−8 Pa),
in order that G(V ) measurements in a superconductor –
vacuum insulator – normal metal (SIN) junction configu-
ration would provide us with complementary information.
This measurement probed the c-plane consisting of the
double honeycomb HfN layers, after peeling off the top-
most dirty thin layers in UHV LT conditions. In particu-
lar, a combination of break-junction and STS experiments
allows one to unequivocally distinguish between realiza-
tions of SIS or SIN configurations.

To carry out a quantitative analysis, we compare the
experimental data with the standard expression for the
tunneling conductance across an SIS junction [35]

G(V ) =
dI(V )
dV

= C

∫ +∞

−∞
N1(E)

dN2(E + eV )
dV

× [f(E) − f(E + eV )]
+N1(E)N2(E + eV )

×
[
−df(E + eV )

dV

]
dE. (1)

Here C and f(E) are the scaling parameter and the
Fermi distribution function, respectively. Hereafter, to fit
the results we use the complex density-of-states function
N(E, Γ ), which contains a phenomenological broadening
parameter Γ that has been originally introduced by Dynes
et al. [51] as the lifetime quasiparticle broadening:

N(E, Γ ) =

∣∣∣∣∣Re
E − iΓ√

(E − iΓ )2 − Δ2

∣∣∣∣∣ . (2)

Here Δ, Γ , and C are fitting parameters.
Taking C in equation (1) as a constant (normal state

conductance) is an approximation valid for calculations
of currents at small bias voltages, which are relevant
for tunneling between superconductors, where a proper
energy scale is Δ. This approximation corresponds to
energy-independent tunnel matrix elements T12. Harrison
showed [52] that in the quasiclassical scheme T12 is a prod-
uct of the reciprocals to the normal-metal quasiparticle
densities of states on the left and on the right of the bar-
rier times the tunnel integral. Therefore, those densities of
states cancel out from the net expressions for the tunnel-
ing rate (see also Refs. [35,53–55]. On the contrary, the
gap-induced square-root factors in the superconducting
quasiparticle densities of states appear explicitly [56] in
expressions for tunnel currents and conductivities in a way
similar to our equation (2). The same kind of approxima-
tion is used for Josephson currents between conventional
superconductors [57,58].
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Formula (2) describes the lifetime broadening, which
always takes place even for superconductors with a spa-
tially uniform order parameter. At the same time, one
should take into account another significant phenomenon:
an inevitable gap amplitude distribution affecting the
quasiparticle current, the scatter being either larger or
smaller than the instrumental resolution. Lifetime broad-
ening and the gap spread are complementary factors, and
it is not a priori known, which of them is more important
for a certain tunnel junction.

Multiple-gap features were actually observed long ago
even for low-Tc superconductors (see, e.g., [59–61]. Such
observations became routine for high-Tc oxides with small
coherence lengths [62–64]. The phenomena might be due
to at least several reasons: (i) a true multiple-gap (e.g.,
two-gap) structure of the quasiparticle electron spectrum
in the superconducting state [17,65–68] if the Anderson
impurity entanglement of different electron wave func-
tions [69] is irrelevant; (ii) a more general kind of an energy
gap anisotropy in the momentum (k) space [70–73] robust
to the impurity influence; (iii) a spatial (r space) inhomo-
geneity of normal and superconducting electronic proper-
ties in the area, which determines the tunnel current of a
specific junction [74–76]. Of course, spatial inhomogene-
ity may be deliberately introduced, e.g., as in the case of
the proximity superconductor-normal metal bilayers [77].
Whatever this microscopic background, the simplest pos-
sible function N(E, Γ ), averaged over a gap distribution,
can be written down as

N(E, Γ ) =
∫ +∞

−∞

∣∣∣∣∣Re
E − iΓ√

(E − iΓ )2 − Δ2

∣∣∣∣∣ P (Δ)dΔ. (3)

Here P (Δ) is the distribution function of the energy gap
values. Since the existence of non-zero Γ and the occur-
rence of the gap scatter P (Δ) are mutually independent,
they are usually taken into account simultaneously [64].
To be specific, we adopt a random Gaussian distribution
function, i.e. P (Δ) reads

P (Δ) =
1√
2πδ0

exp
(
− (Δ − Δ0)2

2δ2
0

)
. (4)

Here δ0 and Δ0 are a half-width and a mean value of the
energy gap distribution, respectively.

3 Results and discussion

Nearly all the conductance curves obtained in our mea-
surements possess zero-bias peaks, as well as modulations
and/or fine structures in bias regions. Extra features differ
from the gap-related ones. The zero-bias peaks may be a
signature of the Josephson effect and/or the constriction
weak-link formation. The modulations and/or fine struc-
tures are possibly caused by the embedded additional se-
ries resistances generated in the main phase of the sam-
ple from certain superconducting filaments. The latter are
driven into the normal state by the critical current pass-
ing through narrow and restricted regions. Alternatively,

the fine structures of dI /dV might reflect the excitation
of lattice vibrations by the non-stationary (ac) Josephson
current, as was suggested, e.g., for high-Tc oxides [78], or
the nonlinear self-detection of various harmonics in the
Josephson junctions [79]. As for the sub-gap features, the
n-particle tunneling [80] might be their origin. Here, to
avoid going into those details, although being interesting
on their own, we focus on the main representative gap-
related structures in dI /dV. It should be noted that nor-
mally conducting series resistances, if any, would lead to a
redistribution of the applied (measured) bias voltage be-
tween those resistances and break junctions themselves.
This would result in an overestimation of the deduced en-
ergy gaps.

Figure 1 shows representative break-junction tunnel-
ing conductances G(V ) = dI /dV for Li0.48(THF)xHfNCl.
In Figure 1a, dI /dV exhibits highly asymmetric broad-
ened coherent gap peaks with the peak-to-peak separa-
tion Vp−p ≈ 24 mV identified by us as 4Δ(4.2 K)/e. The
peak intensities are severely suppressed as compared to
the calculated SIS-type conductance with the BCS den-
sities of states. Since the peaks should be offset from
the origin by ±2Δ/e, the gap value is estimated to be
2Δ ≈ 11−12 meV.

In Figure 1a one can also see an additional sub-gap
structure and a small zero-bias peak. The broadened and
V -shaped conductance background can be attributed to
the reactive sample surface because we have obtained
more conventional BCS-like conductance features for less-
reactive samples. The conductance shown in Figure 1b ex-
hibits slightly smaller Δ than that of Figure 1a, in which
small but well-defined coherent peaks are observed with
the inner shoulder-like structure.

In Figure 1c another example of the observed depen-
dence G(V ) is demonstrated, which is also quite typi-
cal for Li0.48(THF)xHfNCl break junctions. The apparent
multiple-gap structure consists of intensive inner peaks at
±4 mV (V in

p−p ≈ 8 mV) and outer ones of the compa-
rable size near V ≈ ±11 mV (V out

p−p ≈ 22 mV) with a
concomitant strong zero-bias peak. The V out

p−p values are
similar to those of Figures 1a and1b, thus demonstrating
reproducibility among the junctions. It is possible to see
as well smeared humps at biases V = ±17 mV larger than
the main peak locations at V = ±V out

p−p/2 ≈ ±11 mV,
which are discussed later.

Another kind of observed G(V ) is shown as an inset in
Figure 1c. Here a single-gap structure is found, well fitted
by a simple BCS density of states. Therefore, the inner
gap-like features seen at V ≈ ±4 mV in Figures 1b and 1c
originate most probably from a secondary phase with a
small gap, rather than from an SIN junction (N denotes a
normal metal) formed instead of the nominal SIS one or
from the two-particle tunneling [80].

Tunneling conductances of two different representative
HfNCl0.7 break junctions are displayed in Figure 2. The
high-voltage junction conductance presented in Figure 2a
is relatively large, of the order of 0.3 mS, whereas that
shown in Figure 2b is as low as ∼10 μS. In Figure 2a,
clear-cut gap-edge structures at ±8 mV and a zero-bias
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Fig. 1. Voltage, V , dependences of tunneling conductances
G(V ) = dI/dV for various break-junctions (a, b) and (c)
made of Li0.48(THF)xHfNCl and measured at temperature
T = 4.2 K. Δ and Γ are the superconducting gap value and
the gap broadening, respectively, for realistic superconduct-
ing densities of states (see Eq. (2)). The peak-to-peak dis-
tance Vp−p equals 4Δ(T )/e, the break-junctions being of the
superconductor-insulator-superconductor (SIS) type. Here e is
the elementary charge. Dashed curves are the calculated SIS
conductances for the ideal BCS density of states. Inset in (c)
shows another G(V ) of the same SIS type with the smallest
achieved gap value Δ ≈ 1.75 meV.

Josephson peak are readily seen. A nearly ideal (with
a very small damping Γ ) BCS density of states with
Δ ≈ 3.9 meV reproduces the data well including the
peak itself. This property is due to the chemically sta-
ble sample characteristics. Distinct dip-hump structures
outside the gap region might be of intrinsic origin, cor-
responding to van Hove density-of-states singularities in
layered systems [74,75], or be extrinsic, i.e. they might
appear due to the current-driven suppression of super-
conductivity in small weak-link inter-grain contacts [83]
or, possibly, at boundaries between segregated phases in

Fig. 2. G(V ) for different break junctions made of HfNCl0.7 at
T = 4.2 K. Dashed curves are the calculated BCS conductances
for SIS junctions.

the case of phase separation as in cuprates [84,85]. The
out-gap structure seems to be too large to be a con-
ventional strong-coupling feature indicating the inelastic
boson-assisted electron tunneling [35].

In Figure 2b, the smeared gap-edge peaks at
±Vp−p/2 ≈ ±10−11 mV (= ±2Δ/e) are observed with
very low leakage and a V -shaped background [34]. A BCS
density of states can adequately reproduce the conduc-
tance only inside the gap. The additional small sub-gap
peaks at approximately ±2−3 mV in Figures 2a and 2b
might be explained by Andreev quasiparticle reflection in-
volving surface proximity effects [35].

To eliminate the V-shaped background, tunneling
conductances dI /dV presented in Figures 1a and 1b
(Li0.48(THF)xHfNCl break junctions), and Figure 2b
(HfNCl0.7 break junction) were divided by (V )1/2 and
in such a manner normalized quantities were displayed
in Figure 3 (a, b, and c, respectively). Such normaliza-
tion is intended only to get rid of the background, the
origin of which is not known. The gap-edge peaks are
clearly seen in all panels of Figure 3, and the resulted
curves became more similar to G(V ) calculated in the
framework of the BCS theory than the raw data strongly
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Fig. 3. G(V ) divided by (V )1/2. Here G(V ) correspond to the
data presented in Figures 1(a), 1(b) (Li0.48(THF)xHfNCl break
junctions) and 2 (b) (HfNCl0.7 break junction), respectively.
The dashed curves are the calculated SIS conductances in the
framework of the BCS theory.

influenced by the non-superconducting background. The
positive-bias gap-edge peak in Figure 3a becomes more
conspicuous as compared to that of Figure 1a, whereas the
reconstructed dI /dV still exhibits some asymmetry, ap-
propriate to the raw data. In Figure 3b, the normalization
by (V )1/2 makes the outer coherent peaks more clearly
visible and the shoulders at V ≈ ±4 mV are transformed
into discernible peaks. In Figure 3c, shoulders appear out-
side the coherent peaks after the division by (V )1/2, and
the higher-bias region |V | > 20 mV becomes flat. Those
shoulders might be a signature of the proximity-induced
superconducting gap [35,77]. The introduced (V )1/2 de-
pendence of the background presumably reflects scatter-
ing of conduction electrons on weakly disordered states in
some regions, caused by inhomogeneities left after carrier
doping [35].

Figure 4 shows variations of G(V ) with T in the gap
region for Li0.48(THF)xHfNCl (a) and HfNCl0.7 (b). In
both cases, the gap structure is gradually smeared with

Fig. 4. T variations of G(V ) for Li0.48(THF)xHfNCl (a)
and HfNCl0.7 (b) break junctions, which were presented in
Figures 1a and 2a, respectively.

T to disappear at Tc = 26 K (a) and 24 K (b) for
Li0.48(THF)xHfNCl and HfNCl0.7, respectively. In partic-
ular, one sees from Figure 4b, that G(V ) in the neigh-
borhood of the outer gap changes drastically in the range
10 < T < 12 K but at the same time the inner gap re-
mains almost unchanged, thereby suggesting that either
the origin of the features concerned is different or, sim-
ply, the outer gap is more affected by spatial scatter. Such
an inequality of different gaps has been observed and ex-
plained for cuprates, where Cooper and charge-density-
wave (CDW) pairings coexist [50,86]. With further in-
creasing of T above 12 K, both gap structures broaden
gradually and vanish at the bulk Tc.

Transformation with T of the multiple-gap structure of
G(V ) for the Li0.48(THF)xHfNCl break junction, shown
above in Figure 1c, is displayed in Figure 5. The gap struc-
tures are well defined at low T as shown in Figure 5a. With
increasing T , the magnitude of the outer-gap peaks, pro-
nounced at low T , rapidly decreases, so that the peaks
evolve into broad humps at approximately 13 K, while
the inner peak still remains conspicuous above this T .
The zero-bias peak survives up to the bulk Tc. Figure 5b
demonstrates vertically expanded spectra to see the de-
tailed structure of G(V ) at higher T > 15 K. The humps
at V ≈ ±12 mV, i.e. outside the inner gap region, disap-
pear at about 21 K, slightly below Tc. The subtle peaks
near zero bias, which vanish at T ≈ 13 K (see Fig. 5a)
can be attributed to the gaps, reduced by the proximity
effect.

It might be well to point that the apparent V -shapes
of G(V ) for some junctions does not have to be a conse-
quence of the actual anisotropic nature of the supercon-
ducting order parameter leading to an incomplete Fermi
surface gapping. Instead, such a behavior might reflect a
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Fig. 5. T variation of the double-peak structure for the sample
Li0.48(THF)xHfNCl, presented above in Figure 1c, (a) overall
picture up to Tc, (b) enlarged fragment for T near Tc.

contamination of the broken-contact surfaces, which has
been shown, e.g., to degrade both the coherent peaks and
the overall character of G(V ) for Bi2Sr2CaCu2O8+δ single
crystals [87].

In Figure 6, dependences on T of gap values,
obtained from the data presented in Figure 5 for
Li0.48(THF)xHfNCl break junctions, are demonstrated.
Smearing of the gap features in G(V ) at higher T leads to
uncertainties of gap values above 20 K, which is shown as
large error bars. We note that the gap features with the
amplitude 2Δ(4.2 K) ≈ 11–12 meV (Vp−p ≈ 22−24 mV)
for different samples, shown in Figures 4a and 5, exhibit
similar T -dependences, which is well expressed by the
scaled BCS curve with Tc = 25.5 K.

T -dependence of the inner gap for Li0.48(THF)xHfNCl
junctions with V in

p−p ≈ 9−10 mV, shown in Figure 6 and
derived from Figure 5, deviates downward from the BCS
curve exhibiting almost linear decrease up to the tempera-
tures near bulk Tc. This behavior seems to be a manifesta-
tion of the proximity induced gap [35,77] and is similar to
that observed in Pb-Sn-PbO-Pb junctions [88] and MgB2

break junctions with their remarkable multiple-gap struc-
tures [89,90]. The latter are usually considered [2] as an
intrinsic effect, emerging from the interplay of two super-
conducting gaps, each originating from a certain electron
band [17,65–68]. However, theoretical calculations show
that the Fermi surface of Li0.48(THF)xHfNCl involves a
single band [25]. Therefore, possibility of the multiple-
band superconductivity in Li0.48(THF)xHfNCl seems to
be ruled out, in particular, as an explanation of the
smaller-gap feature. On the contrary, the origin of the
proximity effect and the inner gap as its consequence may
be local charge-carrier-density inhomogeneities [74–76]. As
is readily seen from Figures 1c and 3 (for V in

p−p), the small

Fig. 6. T -dependences of the peak-to-peak separations Vp−p

in G(V ) for break junctions made of Li0.48(THF)xHfNCl and
HfNCl0.7. Closed symbols (• and �) refer to V out

p−p and V in
p−p,

respectively, correspond to Li0.48(THF)xHfNCl and are taken
from Figure 5. The open symbols (Δ and �) denote peak-to-
peak separations found for Li0.48(THF)xHfNCl (Fig. 4a) and
HfNCl0.7 (Fig. 4b) break junctions, respectively. Δ corresponds
to predominant Vp−p, whereas � describes the inner-gap V in

p−p.

gap is quite reproducible. Therefore, the apparent inner-
peak spectra in Figure 1 might be associated with the
anisotropy in transport properties [28]. It should be noted
that T -dependences of the multiple gap structures dis-
played in Figures 5 and 6 are similar to those of YNi2B2C,
where anisotropy of the superconducting gap is considered
as their origin [91].

The gap ratio 2Δ(0)/kBTc = 5−5.6 for Li0.48

(THF)xHfNCl is of the same magnitude as that of the
layered superconductor MgB2 [89,90,92]. As has been al-
ready indicated above, this ratio is in fact larger than
the weak-coupling BCS value 2π/γ ≈ 3.52 but much
smaller than experimental values for high-Tc cuprates [36]
and organic superconductors [37]. For HfNCl0.7 samples,
the largest attainable gap value 2Δ(0) ≈ 11 meV is in-
ferred from Figure 2b, whereas Tc ≈ 23.5 K, so that the
ratio 2Δ(0)/kBTc becomes 5.4. This is consistent with
the results for Li0.48(THF)xHfNCl. The inner-gap small
peaks at V ≈ ±2.5 mV (T = 4.2 K) taken from Fig-
ure 4b and also corresponding to HfNCl0.7 break junc-
tions tend to disappear near respective Tc, as is shown
in Figure 6 (open squares), although the low-temperature
Vp−p is half as that for Li0.48(THF)xHfNCl samples (see
Figs. 1b and 1c). If we identify the smaller-gap features for
Li0.48(THF)xHfNCl break junctions with Vp−p ≈ 10 mV
with 4Δ/e, the ratio 2Δ(0)/kBTc becomes 2–2.3. This is
substantially smaller than the BCS value, which is con-
sistent with our suggestion that those peaks have the
proximity-induced nature.

https://www.researchgate.net/publication/247251541_Principles_of_Electron_Tunneling_Spectroscopy?el=1_x_8&enrichId=rgreq-bf3e954697524d1ca565dfc74f6b981e-XXX&enrichSource=Y292ZXJQYWdlOzIyNzU4ODQ4NjtBUzo5NzQ3MzIxMzIzOTMwOEAxNDAwMjUwODMzOTIx
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Fig. 7. G(V ) with the largest gap values observed in
Li0.48(THF)xHfNCl break junctions. The dashed and dashed-
dotted curves describe calculated SIS conductances with the
smeared BCS density of states (Eq. (2)) and to that with the
Gaussian gap distribution model (Eqs. (3) and (4)), respec-
tively. The spectra (a) and (b) correspond to different break
junctions.

The widest gap structures in G(V ) found by us are
shown in Figures 7 and 8 for Li0.48(THF)xHfNCl and
HfNCl0.7 break junctions, respectively. Figure 7a exhibits
the well-pronounced gap edges around V ≈ ±17 mV and a
zero-bias peak, the values corresponding just to the outer
peaks in Figure 1c. This G(V ) is adequately reproduced by
a single-junction SIS current determined by the convolu-
tion of BCS density of states (Eq. (1)), indicating that the
largest gap-edge energy does not correspond to the intrin-
sically multiple junctions, as has been found, e.g., for oxide
ceramics BaPb1−xBixO3−δ [93–96] and stacks of tunnel
junctions in layered cuprate mesas [97–100]. Conspicuous
dip-hump structures are observed at V ≈ ±10−12 mV in-
side the gap, the peak locations coinciding with those for
the predominant coherent gap peaks at V ≈ ±11−12 mV
for those Li0.48(THF)xHfNCl junctions, conductances of
which are presented in Figure 1.

The gap features of dI /dV measured for another junc-
tion and presented Figure 7b are substantially broadened,

Fig. 8. G(V ) with the apparent double-peak structure are
presented in (a) and (b) for different HfNCl0.7 break junctions.

but their peak positions coincide with locations of fully de-
veloped BCS-like peaks in Figure 7a. This gap structure
can be reproduced using the Gaussian gap distribution
model and/or smeared BCS density of states, the results of
fitting calculations exhibited by dashed and dashed-dotted
curves. For fittings to be successful, both Γ in equation (2)
and δ0 in equation (3) should be about 0.25 Δ, which is
much larger than Γ ≈ 0.05 Δ needed to fit experimental
data in Figure 7a. It means that, for certain junctions, dis-
sipation and gap spread becomes essential, probably due
to some kind of phase separation and proximity effect.

We observed a large outer gap with a distinct double-
gap overall structure in G(V ) for HfNCl0.7 break junc-
tions, as is shown in Figure 8. The largest gap values
are similar to those of Li0.48(THF)xHfNCl depicted in
Figure 7. Such an apparent double-gap structure has been
already seen in Figure 1c, although the gap energies are
different for different junctions. The outer peak-to-peak
distance V out

p−p ≈ 32 mV in Figure 8a is of the same or-
der of magnitude as that in Figure 8b, while the inner-
gap parameter V in

p−p ≈ 17 mV in Figure 8a appreciably
exceeds V in

p−p = 8−10 mV from Figure 8b. Two values
10 and 17 mV for V in

p−p are the same as those given in
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Fig. 9. (Color online) G(V ) for SIN junction (STS) between
the PtIr tip and HfNCl0.7 sample at T = 5 K in comparison
with that of Li0.48(THF)xHfNCl SIS break junction (BJTS)
at 4 K borrowed from Figure 7a. The bias scale for the SIN
junction is twice enlarged to match with the scale for the SIS
junction.

Figures 1 and 2. In particular, the multiple-gap values
for Li0.48(THF)xHfNCl in Figure 1c, Vp−p = 8−10 mV,
20–22 mV, 34 mV, are quite similar to those for HfNCl0.7

in Figures 8a and 8b. Therefore, the spectrum of experi-
mental Vp−p involves 8–10 mV, 18–24 mV, and 32–35 mV.
To further confirm the existence of the largest Vp−p =
32−35 mV, we have carried out complementary STS mea-
surements having well-defined vacuum tunneling barrier.

Tunneling (STS) conductance measured at T = 5 K
in the SIN configuration with a PtIr tip and HfNCl0.7

sample is shown in Figure 9. The curve G(V ) is asym-
metric, i.e., the gap edge for the negative bias (electrons
tunnel from the sample to the tip) is more pronounced,
and the junction exhibits substantial leakage at zero bias.
The gap-edge peaks at V ≈ ±10 mV are discernible,
although smeared. The break-junction SIS conductance
duplicated from Figure 7a is also displayed in Figure 9
for comparison. Since the compound Li0.48(THF)xHfNCl
is extremely reactive and it is more difficult to measure
its tunnel spectra than those of HfNCl0.7, STM measure-
ments were done on HfNCl0.7. Nevertheless, data for both
compounds were displayed in the same Figure 9, because
Tc’s of Li0.48(THF)xHfNCl and HfNCl0.7 are quite similar
(25 K and 24 K) and other electronic properties are ba-
sically the same, in spite of the chemical differences. The
peak positions of both curves almost coincide after com-
pensatory rescaling between SIN and SIS junctions as is
clearly demonstrated in Figure 9. Hence, the extremely
large gap features found in break junction measurements
are confirmed by STM and can be unambiguously iden-
tified with the intrinsic superconducting gaps revealed
by quasiparticle tunneling across the SIS junction. Thus,

Fig. 10. G(V ) for various T for the largest superconduct-
ing gap in HfNCl0.7. Inset shows the T -dependence of Vp−p

together with the low-T value V out
p−p (open triangle) from

Figure 8.

the gap values 2Δ ≈ 16−20 meV (Vp−p = 32−40 mV)
are inherent to both Li0.48(THF)xHfNCl and HfNCl0.7

compounds.
Figure 10 shows thermal evolution of the break-

junction spectrum for another junction, involving
HfNCl0.7, at high T above 17 K, when the value of
Vp−p(T = 17 K) becomes 25 mV. Since this voltage
exceeds the representative value of 4Δ/e = Vp−p =
16−20 mV at 4.2 K, the corresponding junction is prob-
ably considered as an example of the systems with the
largest gap features appropriate, e.g., to the data pre-
sented in Figure 8. The resulting T -dependence of 4Δ/e =
Vp−p together with its value at 4.2 K, taken from Figure 8,
is plotted in the inset of Figure 10. One sees that the ob-
served largest gap value at 4.2 K in Figure 8 is consistent
with the extrapolated BCS curve using the gap at 17 K
from the main frame of Figure 10 and Tc = 24 K. Hence,
G(V ) displayed in Figure 10 describes the high-T contin-
uation of G(V ) with low-T peak-to-peak distance Vp−p =
4Δ/e ∼ 32−35 mV. From this Vp−p (T ), the gap ratio is
obtained as 2Δ(0)/kBTc = 7.6−8.6. This value is quite
similar to the ratio appropriate to Li0.48(THF)xHfNCl, as
stems from Figure 7.

Among the gap energies found for HfNCl0.7 in our
break-junction studies, the largest gap is typical for STS
measurements. The resultant large ratio 2Δ(0)/kBTc has
been also previously discovered in ZrNCl0.7 [34]. Such val-
ues are comparable to ratios for high-Tc cuprates [36]
or organic superconductors [37], although the origin of
the similarity for different classes of materials is not yet
clear. We emphasize that the majority of G(V ) depen-
dences found here cannot be fitted well by ideal BCS-
like SIS characteristics as one would expect for break
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junctions, which is not surprising. Indeed, the observed
deviations from the textbook appearance might be caused
by various reasons, most important of them discussed
above. Nevertheless, the peak features are indubitably
superconductivity-related ones and the peak-to-peak dis-
tances should be identified as multiples of superconducting
energy gaps.

The presented break-junction tunneling measurements
together with our STS studies indicate that the layered
compounds Li0.48(THF)xHfNCl and HfNCl0.7 possesses
strikingly large superconducting gaps, which cannot be
regarded as a consequence of the conventional strong-
coupling superconductivity, involving electron-phonon
mechanism of superconductivity. Actually, there are no
such conventional superconductors, for which possess
2Δ(0)/kBTc > 5. The problem of theoretical comprehen-
sion of this key dimensionless parameter on the basis of the
semi-microscopic Eliashberg gap equations [101,102] has a
long history, starting from works of Geilikman et al. [103].
As a result, a number of approximate expressions ap-
peared, containing characteristics of the material phonon
spectra [104,105]. Thus, theorists are going beyond the
BCS weak-coupling thermodynamic theory of correspond-
ing states, the latter approach leading to universal rela-
tionships between fundamental quantities, as in the fa-
mous van der Waals theory, the first of this sort [106]. For
instance, one can employ a frequently used semi-empirical
formula for 2Δ(0)/kBTc [107]

2Δ(0)
kBTc

= 3.53

[
1 + 12.5

(
kBTc

ωln

)2

ln
(

ωln

2kBTc

)]
, (5)

where ωln is defined as the logarithmic average energy of
phonons. The experimental limit 5 implies ωln ≈ 12 meV.

Recent Raman-scattering studies under pressure led
to the conclusion that low-energy phonons and the huge
electron-phonon coupling constant λ > 3 constitute a
background of superconductivity in MNCl (ZrNCl0.7 and
Li0.48(THF)xHfNCl) [45]. As stems from our foregoing re-
sults, tunnel measurements did not reveal such phonons.

On the other hand, there is some evidence that opti-
cal phonons might be the driving force of superconduc-
tivity in halides. For instance, Raman scattering studies
of Na-intercalated HfNCl showed that the nitrogen vibra-
tion modes with energies about 75 meV are broadened by
electron doping [108]. The NMR experiments show that
the same group of phonons may explain a small isotope
effect in Li0.48(THF)xHfNCl [42]. The neutron scattering
measurements by Li1.16ZrNCl samples exhibited phonon
softening around 20 meV and 80 meV, mainly correspond-
ing to vibrations of Zr and N ions [109]. Finally, neutron
scattering in Na0.3HfNCl showed the increase of intensity
around 20–30 meV in the superconducting state [110]. It
should be noted that recent first-principle calculations are
in good agreement with those experimental results [45].

Theoretical picture of what kind of superconductivity
is observed in layered materials studied by us is not at
all full and self-consistent. On the one hand, vibrations of
light N ions are expected to have large amplitudes, thus
implying large anharmonicity and strong electron-phonon

interaction [111]. On the other hand, a recent theoretical
study of lattice dynamics and electron-phonon interaction
in LixZrNCl [112] reveal a small coupling constant λ ≈ 0.5.
This might indicate, e.g., the necessity to go beyond the
Eliashberg theory [101–105]. In particular, the actual pair-
ing might be unconventional, dominated by other gluing
bosons and taking into account specific features of layered
structures [7–9,113,114].

One should note that the observed values
2Δ(0)/kBTc > 5 with the large ωln are similar to
those for the largest gap in MgB2 [89,90,92]. Therefore,
the very existence of the layered structures with the
honeycomb lattice, involving light-mass ions, might be
crucial for superconductivity in both systems.

The smallest gap ratio 2Δ(0)/kBTc ∼ 2−2.3 in
Li0.48(THF)xHfNCl and HfNCl0.7, as is shown in Figure 5,
as well as in ZrNCl0.7 [34], indicates that the coexistence of
extremely large and small gaps seems to be a common fea-
ture for both HfNCl0.7 and ZrNCl0.7 compounds. Peculiar
properties of the electron-phonon interaction, arising from
the quasi-two-dimensional character of the material and a
strong momentum dependence of the interaction vertex,
may also play an important role. In this connection, one
can mention a purely electron, e.g., dynamically screened
Coulomb mechanism of superconductivity [115–117].

One can notice that the gap value and Tc for
Li0.48(THF)xHfNCl are slightly larger than those of
HfNCl0.7. This difference could be related to the increase
of the basal plane spacing d by the cointercalation. For
Li0.48(THF)xHfNCl, THF molecules are cointercalated
with Li between Cl layers. The spacing d increases from
0.923 nm for β-HfNCl to 1.87 nm for Li0.48(THF)xHfNCl,
while the d value in HfNCl0.7 is kept almost unaltered dur-
ing de-intercalation process [31]. Since the difference in the
lattice constant should affect both the phonon dispersion
and electron anisotropy, this might cause the change of
gaps and Tc. For instance, a slight shift of Tc (≈2 K) has
been observed after the co-intercalation of propylene car-
bonate (PC), when d increased for Na0.28(PC)0.55HfNCl
as compared to that for Na0.28HfNCl [118].

The modification of the electron-phonon interaction
should affect superconducting properties. So it is no won-
der that Raman scattering experiments showed different
doping levels result in different linewidths of the A1g op-
tical mode [108]. However, smilar to the case of ZrNCl0.7,
the detailed measurements demonstrated that high-energy
phonons at 77 meV, which are theoretically predicted to
be most strongly interacting with conduction electrons,
exhibit weaker electron-phonon interaction when Tc in-
creases following the reduction of the doping level [119].
This seems to be in apparent and unexplained contradic-
tion with the assumption that the electron-phonon inter-
action dominates the Cooper pairing in this compound.

Let us discuss now peculiar large and multiple-gap
structures of dI /dV for MNCl compounds. SIS junctions
of HfNCl0.7 reveal three characteristic gap values, namely,
Vp−p = 8−10 mV, 18–24 mV and 32–35 mV, while two
peak-to-peak values Vp−p = 7−10 mV and 16–20 mV are
observed in ZrNCl0.7. Note, that the former two gap values
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Vp−p = 8−10 mV and 18–24 mV in HfNCl are similar
to Vp−p = 7−10 mV and 16–20 mV in ZrNCl0.7, respec-
tively. The ratio between the largest 32–35 mV and mid-
dle 18–24 mV values in HfNCl0.7 is roughly similar to that
between two gap values in ZrNCl0.7. These features could
reflect strongly anisotropic electron band structures in in-
vestigated layered crystals, as has been shown by band
calculations [25,27] as well as noticed in X-ray absorp-
tion [30] and μSR [29] experiments.

Magnetization measurements revealed anisotropic up-
per critical fields in both HfNCl0.7 and ZrNCl0.7 com-
pounds [28,32] with the anisotropy parameter γH =
Hc2//ab/Hc2//c = ξc/ξab > 1 (ξ: is the superconducting
coherence length), suggesting the anisotropic supercon-
ducting gap. Felser et al. [25] predicted that the Fermi sur-
face of electron doped HfNCl is formed by only one band
originating from Hf-N hybridized orbital, while for elec-
tron doped ZrNCl, three bands are important, originating
from Zr–N and Zr–Zr orbitals. Therefore, for ZrNCl0.7, a
certain fraction of electrons may enter either Zr–Zr band
or Zr–N one. For the same doping level x = 0.3, car-
rier density of Hf-N band should be higher than that
of Zr–N one. Since the MN (M = Hf or Zr) orbital in-
volves a light-mass element (N), it might be expected
that the high-energy mode(s) coupled with doped elec-
trons are responsible for superconductivity. For this rea-
son, it is possible to consider that relatively large doping
content in Hf-N band of HfNCl may raise Tc as compared
to β-ZrNCl. From the specific heat measurements, the
strong-coupling gap ratio 2Δ(0)/kBTc = 4.6−5.2 is found
for ZrNCl0.7 [33]. This ratio is similar to our middle-size
ratio 2Δ(0)/kBTc = 5−5.6 for the predominant gap struc-
ture, or the average value of the smallest and largest gap
ratios taken together (≈2 and ≈8). Specific heat data rep-
resent bulk property, while tunneling spectroscopy probe
interface local electronic states. Making such an assump-
tion, as above, local and bulk measurements can be rec-
onciled. Actually, similar assumptions work well while de-
scribing multiple gap structures in MgB2 [89,90] and the
gap distributions in high-Tc cuprates [120].

4 Conclusion

We have deduced superconducting energy gaps in β-HfNCl
(Li0.48(THF)xHfNCl and HfNCl0.7) by means of break-
junction tunneling spectroscopy. This technique is shown
to be effective to elucidate the electronic properties of
strongly reactive materials like in the present case. The
BCS-like gap structures were obtained, providing evidence
for s-wave symmetry of the superconducting gap. For
Li0.48(THF)xHfNCl with the highest Tc = 25.5 K, the
predominant gap is 2Δ(4.2 K) = 11–12 meV, which cor-
responds to 2Δ(0)/kBTc = 5−5.6. In addition, we have
observed the largest gap with 2Δ(4.2 K) = 16–18 meV
as well as the smallest gap with 2Δ(4.2 K) = 4–5 meV.
The highest-gap ratio is estimated to be 2Δ(0)/kBTc ∼
7.5−8.6, which agrees well with our complementary STM
measurements. The results are reproducible and the ob-
served stable features seem to be intrinsic. The latter

ratios are 2–3 times larger than the BCS weak-coupling
values, whatever the superconducting order-parameter
symmetry [121,122], and are quite similar to those for
ZrNCl0.7, as well as for high-Tc copper-oxide and or-
ganic superconductors. Obviously, such a superconductiv-
ity phenomenon with the anomalously huge gap is hardly
explained even by an extremely strong electron-boson cou-
pling, so that the origin of such large gaps in the frame-
work of the conventional Cooper-pairing concept remains
to be elucidated. On the other hand, the forms and tem-
perature dependences of tunnel conductances are in ac-
cord with the original BCS picture rather than with the
Bose-Einstein-condensate (bipolaron) scenario [123].
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