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Abstract. Experiment resistivity data on high-temperature superconducting ceramics of fully
oxygenated EuB#u;_,Co,O, show that the insulating-to-superconducting transitions take
place at liquid-helium temperature, provided that the cobalt fraatiexceeds 0.3. The resistivity
follows a simple power-law dependenpex T ~1/2, attributed to electron—electron interactions.

A model based upon intrinsic Josephson tunnelling junctions is suggested to explain the transition
from insulating to superconducting states.

1. Introduction

At liquid-3He temperature, a number of 3D systems exhibit transitions from the insulating
phase to the metallic normal-state phase (IM) as the metallic content of the system is
increased. By further increasing the metallic content, a second transition is observed from
the metallic state to the superconducting state (MS). Such behaviour has been observed in
amorphous NBSi;_, films [1], in amorphous AuSi;_, films [2], in amorphous MeGe_

alloys [3] and recently in ‘random’ Al-Ge films [4].

In contrast with the IM-to-MS phase diagrams, there have been only a few reports of
direct insulating-to-superconducting (IS) transitions, without the presence of an intermediate
normal-state metallic phase. One of the first IS transitions was reported by Shapira and
Deutscher [5] in granular Al-AD; films. Since the temperature range over which activated
hopping was observed was limited, one can question whether their temperature fitting
range was sufficiently large to confirm tlexponentialbehaviour of the resistivity [5].

A convincing explanation for the IS transition was given in terms of a Josephson junction
model, in which superconducting Al grains were separated by resisti@;Alarriers [5].

There has appeared in the literature a great amount of high-quality resistivity data
on high-temperature superconductors (HTSCs). Many groups have observed out-of-plane
resistivities that increase with decreasing temperature below 100 K, prior to the samples
becoming superconducting in the liquid-helium temperature region. Some groups claim
that the rising resistivity results from semiconductor behaviour (also referred to as activated
hopping, variable-range hopping (VRH), Mott hopping, Efros—Shklovskii hopping or non-
metallic behaviour). A few groups claim that the riseginesult from quantum corrections
to the metallic conductivity from weak localization and/or electron—electron interaction
(EEI) (or correlation) effects. Still another large group simply gives no explanation for the
rising resistivities. To our knowledge, no HTSC group has used the technique described
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in section 2 to differentiate between metallic and insulating behaviours. This technique is
often used by the metallic-to-insulating (MI) transition community to distinguish between
the two behaviours. Once the behaviour has been characterized as metallic or insulating,
then the appropriate theories can be fitted to the experimental data.

Many experimentalists try to fit their out-of-plane HTSC resistivity data to the form
pe =aT + b+ f(T) where the termuT + b describes the highi- metallic behaviour often
observed above 100 K. A variety of theoretical expressionsfi@) have been proposed.
Anderson and Zou [6] suggested th&tT) = ¢/T* based upon a resonating-valence-bond
(RVB) theory. Their model involves two types of soliton excitation in the gu&yers.
Electrons can tunnel between the layers but then must break up into these excitations.
Clearly thep. o« ¢/T expression diverges @ — 0. Yanet al [7] have suggested the
simple activated expression fgi(T), namely f(T) = (¢/T) ex(A /kgT); they suggested
that a gapA may originate from singlet-pair formation between electrons on opposite
planes of a bilayer. Using a model of coherent interplanar tunnelling between neighbouring
layers blocked by repeated intraplanar incoherent scatterings, Kumar and Jayannavar [8]
predicted thatf (T) o« T~% wherez is small and of the order of unity. Moreover, they
found thatp, o p.. In contrast, Radtke and Levin [9], using a model which describes
Josephson coupling in terms of incoherent quasiparticle hopping alonrgatkie, suggested
that f(T) = 1/[d + ¢(To/T)/ sinkP(Tp/ T)]; for small Ty, their expression reduces to the
simple formf(T) = T1/(T>+T). AsT — O, f(T) — T1/T». Hence the resistivity is finite
and their expression describes metallic behaviour [9]. A publication relevant to our results
is that by Wanget al [10] who suggested that the MI transition is caused by the effects
of both disorder in the lattice anelectron correlations The observed maximum in the
resistivity followed by the transition to superconductivity at lower temperatures arises from
the dominating contribution of superconducting fluctuations. There are two contributions
to the superconducting fluctuations: one from the Aslamasov—Larkin process and one from
the Maki-Thompson process. loffst al have discussed the Aslamasov—Larkin term in
connection with HTSCs [11]. The Maki-Thompson process is discussed in [12] and [13].

We list a few relevant and representative experimental publications illustrating the
increasing resistivities in HTSCs:

(a) in sintered ceramic pellets of RBau;_,Co,07_s, refer to Fisheeet al [14];

(b) in many different types of polycrystalline sample (ceramics), see Narozhnyi and
co-workers [15];

(c) in single crystals of YB&Cu;O,_s (YBCO), see Brawneet al [16], Ito et al [17],
Takenakeet al [18] and Yanet al [7];

(d) in single crystals of BiSLCuO,, refer to Martinet al [19], Hou et al [20] and
Wanget al [21];

(e) in single crystals of BBr,CaCyOg, s (BSCCO), refer to Martiret al [22] and Yan
et al [7];

(f) in Bi-Sr—La—Cu—0 crystals, see Jat al [23].

Andoet al [24] have recently reported an IS transition in undopeg3r 13CuQ,. This
group used pulsed magnetic fields up to 61 T to quench the superconductivity and found
that the normal-state resistivity followed &T) o In(Ty/T) dependence which clearly
diverges to infinity ag” — 0 [24]. This result is in direct conflict with the result of Cieplak
et al [25] using similar material. Another inconsistency is present in thgsd@t 15CuOy
data with a Zn content of 4% reported by Fukuzwehal [26]. These workers claim an IS
transition, in contrast with the claim of Ciepla al that the transition is a MS transition
[25]. These disagreements illustrate the general problem of trying to determine whether
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the non-superconducting phase is either insulating or metallic. Different sample preparation
techniques, limited normal-state data, incorrect analysis methods and biased interpretations
can all contribute to the contrasting different claims and inconsistencies concerning the MS
transitions in the cuprates.

2. Low-temperature conductivity data and the metallic-to-insulating transition

Thick films and bulk samples may be classified as being either insulating or metallic.
Metallic films always display a finite resistivity or a non-zero positive conductivity at
absolute zero in temperature. In contrast, insulating films are defined as exhibiting infinite
resistivity (zero conductivity) at absolute zero. The criterion that is often used incorrectly
to characterize 3D films amsulating is that ¢b/dT is negative Quantum corrections
to the metallic conductivity that include weak localization and EEI effects will produce
a resistivity that willincreasewith decreasing temperature. Likewisagtivated hopping
processes will lead to aincreasingresistivity with decreasing temperature. The following
procedure allows one to differentiate between metallic and insulating behaviours in films
whose resistivities increase with decreasing temperature.

Strongly insulating 3D films exhibit an activated hopping conductivity which can be
described by the VRH expression

o(T) = oo exp[—(To/T)"] 1)

whereoy is the pre-factorly is a characteristic temperature amis an exponent. For Mott
hopping,y = ; and, for Efros—Shklovskii hopping; = 3.

In contrast, the conductivity of a 3D metallic film at sufficiently low temperatures can
be described by the power-law expression

o(T) =0 (0) + CT*? (2

where o (0) is the finite zero-temperature conductivitg, is the pre-factor and is the
exponent of the temperature power law. Equation (2) might approximate the conductivity
contributions from the 3D EEI theory and/or from the 3D weak localization theory. Note
that, in the above proceduresandz are free fitting parameters. Refer to the review articles
of Lee and Ramakrishnan [25] and of Bergmann [26] for introductions to these theories.

A useful technique to identify the MI transition was previously introduced in [29, 30].
The mathematical functiom(7T") exhibits distinctively different temperature behaviours for
insulating and metallic films:

w(T) =dIne/dInT = (T /o) do/dT. (3)

In practice, thew-values are calculated from two conductivity poiatg7:) andoz(7»)
at two close temperaturég and 7, using one of the following expressions:

W(Type) ~ (INoy —In UZ)/('” T1 — InTy) (4&)
or from the approximation
w(Taue) ~ Taue(ln o1 — In O-2)/(T1 - TZ) (4b)

where
Tuve = (T1 + T2)/2

For strongly insulatingfilms exhibiting VRH conductivity, inserting equation (1) into
equation (3) yields

w(T) = y(To/T)". ®)
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Note thatw(T') increases tinfinity as the temperature approaches absolute zero. By making
a linear-regression fit of the log[(T')] versus lodl' data, one can directly extract values for
the hopping exponent and for the characteristic temperatufig using equation (5). The
slope of the linear-regression fit is equahtpand the intercept of the fit, is related tdly
via the expressiofiy = (10 /y)!/>.

For 3D metallic films exhibiting slowly decreasing conductivities with decreasing
temperature, equation (2) can be substituted into equation (3) to yield

w(T) = zCT?/[0(0) + CT?] = zCT* /o (T). (6)

Observe that, if the film is indeeahetallic and exhibits a finite positive conductivity(0)

at absolute zero, thew(T) shouldextrapolate to zercat absolute zero. For this case, a
linear-regression fit of the Idgo) versus logl data yields values for the exponentand

the pre-factorC using equation (6). The slope of the linear-regression fit is equal to the
exponentz, and the intercepf of the fit is related to the pre-factar via the expression

C = 10 /z. Values foro (0) follow directly for the different films. Extrapolation af (0) to

zero as a function of metal contentwill yield a good estimation for the critical metallic
contentx, at the Ml transition [30].

Samples might also exhibiémperature-independewalues forw. Such a temperature-
independent behaviour af can be realized it (0) is set to zero in equation (2). For this
case, the film is insulating, sinee(T) — 0 asT — 0 K. Moreover, the low-temperature
conductivity data can be fitted very well using the simple temperature power-law expression

o(T)=CT*? (7)

whereC andz = w are the two fitting parameters. Note that a VRH leannot be fitted
to conductivity data that exhibit values far that aretemperature independeniVe refer
to samples having conductivities described by equation (7) as ‘weakly insulating’ samples.
Note that, if the VRB theory is valid in HTSCs [6], then= w = 1.

If the conductivity displays a maximum or minimum in temperature, thewill be
zero. If the conductivity increases with decreasing temperature showing highly metallic
behaviour, e.g. owing to the presence of superconducting fluctuations or to strong spin-orbit
scattering, thenw becomes negative.

In summary, observing whethar extrapolates to zero or whetherdiverges to infinity
(and/or remains finite) a§ — 0 K will differentiate between metallic and insulating
behaviours.

3. Sample preparation and measurement details

Cobalt was chosen as the site-selective dopant, since stoichiometrigCRBaCo,O,
samples (R= rare earth= Eu or Y) are readily formed under standard synthesis conditions
[31]. Europium ceramics should have similar electronic properties to those of YBCO
since the ionic radius of B is very close to the average of the ionic radii of*Yand
Pr*t [14]. The experimental results observed by Fisbeal [14] on the resistivity and
thermopower of YBCO and of EuB&wO,_; (EBCO) ceramics are very similar. Sample
preparation has been described in [32, 33]. Sintered pellets or ceramics of fully oxygenated
EuB&Cu;_,Co,0, exhibited good reproducibility of their electronic transport properties
from batch to batch and good long-term chemical stability.

The MI transition can be introduced into the RBasO,;_s family in several ways:
by oxygen depletion, by substitution of Eu by Pr, or by substitution of Cu by trivalent
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ions such as Co or Ga and by a combination. Suppression of superconductivity and the
crossing of the MI transition is obtained conveniently by substitution of Cu(1) by Co in
YBa;,Cuz_,C0,07_5 and in EuBaCu;_,Co0,07_s5. According to Tarascomt al [29], the

Co substitutes and occupies the Cu(1) sites in the CuO chains running alohgiiein

the CuO layer. This substitution should result in the weakening of the coupling between
CuG; planes in the: direction. The cobalt concentrations are nominal and are known with
an uncertainty oft2% inx. As x increased from 0.1 to 0.4, the oxygen contgnt 7 — §
increased from 6.97 to 7.02.

Samples were in the form of rectangular bars or van der Pauw discs. Electrical contacts
were made using gold wires that were embedded prior to sintering. Four-terminal resistance
measurements were employed. The samples were measured in a stdieard/ostat,
where helium exchange gas provided good thermal contact between the samples and the
thermometer. Joule heating was not a problem in these measurements. A few ceramics
were measured in 3He refrigerator. Both théHe refrigerator and théHe cryostat were
equipped wih 4 T superconducting magnets, used to quench the superconductivity partially.

One should be aware that the experiments on ceramic and polycrystalline samples yield
only averages over orientations of an assembly of anisotropic crystallites [14,15]. Our
results can be contrasted to the anisotropy ratios of the out-of-plane to in-plane resistivities
for YBCO single crystals where Brawnetal [16] reported ratios op./p., = 2000, Itoet al
[17] observed ratios between 60 and 1700, and Takeeald [16] found ratios ranging
from 60 to 3000. Interestingly, both the magnitudes and the temperature dependences
of our measured ceramic resistivities are very similar to the out-of-plane resistipjties
observed for single crystals of YBCO [16-18]. Thus, it appears that the grain boundaries
between our sintered crystallites do not play an important role in the overall resistivity
values.
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Figure 1. Resistivity versus temperature for sintered ceramics of EGBa ,Co,0, (6.97 <
y < 7.03) having different cobalt concentrations The lines are fits using the expression
p(T) = o~ XT) = (CT*) 1 for weakly insulating samples.
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4. Experimental results and interpretation

Figure 1 shows the resistivity versus temperature of fully oxygenated sintered pellets of
EuB&Cu;_,Co, O, for different Co contents. It is common practice to display HTCS
transport data as resistivity rather than conductivity; thus, we now refer to resistivity
rather than to conductivity. For cobalt fractions slightly greater thaa 0.30 (30 at.%),

the resistivities decrease linearly with increasing temperature between 300 to 150 K and
exhibit minima at round 125 K. The interesting region is below 80 K where the resistivity
increases rapidly with decreasing temperature. Pellets having Co content8.40 and

0.50 have no superconducting transitions. A detailed study of pellets containing lower Co
contents £ < 0.3) can be found in [14], where the resistivities decrease over the entire
temperature range, and the superconducting transition temperatures occur in the liquid-
nitrogen temperature regime. We assume that, if the superconductivity could be quenched
in these pellets having < 0.3 with a sufficiently high magnetic field, then these samples
would exhibit metallic properties in the normal state.

@x ]
o ©  x=0.30 Co I
4 % b
C O x=040 Co 1
— 3 '_% X x=0.50 Co
= 7 Py :
© L X X ]
2 2r X5 % ]
T 4L X X ;
I S el e X ox X ]
a X 9
2 oL o . O 3
- ° ]
-1 F -
- 2 : 1 ! ! I ! ! | ! ! 1 | ! ' Il | ' ! ! :
0 40 80 120 160 200
T (K)
Figure 2. Experimental values ofv(7) = —dInp/dInT = dIno/dInT versus temperature

for sintered ceramic pellets having different cobalt concentrations.(1f) diverges to infinity

asT — 0, as for the case of the = 0.50 cobalt pellet, then the resistivity can be described
by the VRH law. Within the temperature range whes€T') is temperature independenas

seen for ther = 0.40 and 0.30 pellets, the resistivities can be described using the expression
p(T) = o~ X(T) = (CT?*)~1 for weakly insulating samples where= w.

For the pellets having a Co content> 0.3, thew-values are plotted in figures 2 and 3.
For the x = 0.50 sample, thew-values clearly diverge in figure 2 a8 — 0,
and this sample is insulating. There are no signatures of superconductivity. A linear-
regression fit of the log versus logl’ data yields a Mott VRH fit to the resistivity data:
o(T) = poexp(Tyon:/T)” with y = 0.26+ 0.01, To = Turr = 89000+ 2000 K, and
0o =8.4x107°4+0.5x 107 @ cm. The fit, shown by the solid line in figure 4, is good in
the range 3 K T < 124 K. For the Mott hopping model to be valid, the hopping distance
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Figure 3. Experimental values ofv(T) versus temperature for the = 0.35 cobalt pellet.
This sample becomes superconducting at 4 K. Yet in the temperature interval between 80 and
26 K, w(T) is temperature independenimplying that the resistivity follows the expression
o(T) = o~ X(T) = (CT?)~2 for an insulator withw = z = 0.52.
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Figure 4. Logarithm of the resistivity versu /4 for thex = 0.50 cobalt pellet. The resistivity
can be described well by a Mott VRH law, as shown by the solid line.
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R0, Must be equal or greater than the localization lerfg{B4]:

Riop/€& = (3)(Twonr/T)*?° > 1. (8)

Recall that the electron is unlocalized and essentially fré& jf is less than the localization
length&; if Ry, < &, then the sample is metallic in behaviour and the Mott model does
not apply. The criterion of equation (8) is satisfied up to the highest temperature of 124 K.

The x = 0.40 cobalt sample exhibits a resistivity minimum at 140 K, followed by
increasing resistivity down to 0.4 K; there are no indications of superconductivity. Over
the wide temperature interval from 72.5 to 6.45 #, has an approximately constant
value of 0.67 as seen in figure 2, and the resistivity data can be fitted well using the
expressionp(T) = o XT) = (CT?)™! = (4.341%6")~1 Q@ cm, shown by the broken
line in figure 1. In the liquiddHe temperature region, the expressjpfi’) = o~ X(T) =
(CTH ™t = (4.987°4)~1 Q cm gives an acceptable fit. Neither an exponential fit nor a
o(T) o« In(Ty/ T) fit were satisfactory.

In both thex = 0.5 and thex = 0.4 pellets, there was no superconductivity. We
speculate that, owing to the high Co doping level, not only are Cu(1) ions replaced by Co
in the CuO chains but that some of the Cu(2) ions in the £planes are replaced by Co,
thus destroying superconductivity in the Cufilanes.

The surprising result comes from the interpretation of the data forcthe 0.35 Co
pellet from figure 1. This sample exhibits a minimum in its resistivity at 125 K, an
increasing resistivity below 100 K, superconducting fluctuations below 24 K, a maximum
in its resistivity at 16.5 K and a transition to zero resistivity at 4 K. As seen in
figure 3, itsw-values are temperature independent between 80 and 26 K; clearly, in this
temperature region, this sample exhibits insulating behaviour with the resistivity following
ap(l) =0 XNT) = (CTHL = (13.77°%%~1 Q@ cm dependence as illustrated by the
solid line in figure 1. A VRH exponential expression cannot be fitted satisfactorily to this
data. This weakly insulating behaviour has recently been observed in two other systems
[35,36]. Martinet al [19] also observeg, o« T—% with z = 0.61 for non-superconductor
andz = 0.52 for superconductor Bi—-Sr—Cu-O crystals.

The x = 0.30 cobalt pellet exhibits similar behaviour with a resistivity minimum
at 102 K, followed by a resistivity maximum at 39 K; superconducting fluctuations are
already present at 44 K and the zero-resistivity superconducting state occurs at 24 K.
In the temperature region between 77 K to 45 i,is again temperature independent
as seen in figure 2. Although this temperature interval is very limited, there is no
suggestion thatv will extrapolate to zero af” = 0 K; hence this sample appears to be
insulating in the normal state. Again, the resistivity data can be fitted using the expression
o(T) =0 X(T) = (CT?) L = (79.67°287")~1 Q cm.

Application d a 4 T magnetic field partially suppressed the superconducting fluctuation
region in thex = 0.30 and 0.35 pellets and extended the normal-state region approximately
5 K lower than in the absence of the field as seen in figure 5. Much larger fields must
be used in order to quench the superconductivity and to extend the normal state to much
lower temperatures. However, the present data give definitive support for an IS transition.
In an earlier publication, these data were misinterpreted by the first of the present authors
to include the intermediate metallic region [37].

The T2 power-law dependence of the resistivity does not agree with any of the
theoretical predictions mentioned above. Our results can be explained simply in terms of
the EEI theory of Altshuler and Aronov [38]; they predicted that the dominant interaction
correction to the conductivity in semiconductors arises in the particle—hole channel or
diffusion channel involving interactions between electrons with a small relative momentum.
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Figure 5. Resistivity versus temperature in the presence of a magnetic field; the applied field
depresses the superconducting transitions to lower temperatures. Fields much greater than 4 T
must be used in order to extend the normal-state phase to much lower temperatures for the
purpose of analysing the weakly insulating regime.

The conductivity correction is given by

) 1294 &2 (4 3; kgT \Y? ©
o = 5= — — Iy —
EET ﬁ An2h \ 3 2 hDd,‘f

where the electron screening paramefigrranges between 0.2 and 0.4 for many metallic
films. Note that thel'/2 dependence is in close agreement with the temperature power term
observed in these ceramics. If one chooses a tyfiggi-value of 025 x 10~* m? s 1,
then the pre-factoC takes the value of 42~1 cm™! K—%2, close to the experimental
values. The electron screening parameter is related to the carrier concentrdimmever,
the effective mass of the carrier and the relative dielectric constant of the HTSC must be
known to evaluate [27]. It is thought that the EEI expression in equation (9) also applies
if the carriers areholes instead ofelectrons[39]. We speculate that the EEI process is
a global intrinsic process that is not restricted to any particular plane in the crystalline
structure of the HTSC. Th&/? conductivity correction of the 3D EEI theory should
be contrasted to the 2D EEI prediction thatz; = CInT [27,38]. If the conductivity
were to be solely confined to the Cu@lanes, one would anticipate an insulatinglln
dependence.

A possible explanation for the IS transition was suggested by Shapira and Deutscher
[5] and Deutscheet al [40] for granular A—Al,O3. We expand their model. Al grains
are coated with an insulating shell of &83;. We shall assume that the barriers exhibit a
weakly insulating behaviour in their resistivity. The Al grains become superconducting at
some temperaturg,. Above T, the resistance of the granular material can be modelled as
two resistordn series namely one resistor representing the metallic resistivity behaviour of




910 R Rosenbaum and J Genossar

all the grains and the second resistor representing the insulating resistivity behaviour of all
the barriers. Below room temperature, the metallic grain resistor decreases in magnitude
while the barrier resistor increases. At these temperatures the barrier resistor is smaller than
the grain resistor; hence the grain resistor dominates, producing the decrease in resistance.
Near liquid-helium temperature, the barrier resistor begins to dominate and produces the
overall increase in the resistance. The grains will exhibit superconducting fluctuations
above the transition temperatufe and then become superconductingZat Josephson
tunnelling junctions are now formed, consisting of two superconducting grains separated by
an insulating barrier between them. As the temperature is further decreasedhekhe
thermal energ\¥Er(T) = kT is reduced proportionally. Provided that the barrier resistance
Ry (T) is not too high and the temperature is sufficiently low, the Josephson coupling energy
E;(T) can exceed the thermal energy. At this temperature, the Josephson junction will short
out this section of the film. Other junctions, having slightly higher normal-state resistances,
will become superconducting at slightly lower temperatures. Eventually, the entire sample
exhibits zero resistivity at a sufficiently low temperature. The Josephson coupling energy
is given by the Ambegaokar—Baratoff [41] expression

E;(T) = [wh/4e*Ry(T)] A(T) tanh[A(T) / 2k T] (10)

where A(T) is the temperature-dependent energy gap &d7) is the normal-state
resistance of the junction, namely the barrier resistance between the two grains. Thus,
this explanation assumes the presence of superconducting grains or crystallites separated by
insulating barriers.

Can the Deutschezt al model be applied to YBCO and EBCO? The YBCO structure
consists of Cu@ planes separated by other atomic layers along dtexis direction.
Numerous theories have been proposed that the Higduperconductivity originates in
these 2D Cu@ atomic planes. It is believed that the CuBdlayers couple together by the
Josephson currents along thaxis direction. After the pioneering experiment of Kleiner
et al where intrinsic Josephson junctions were observed in single crystals of BSCCO [42],
intrinsic Josephson junctions have recently been observed in YBCO by Chen’s group [43],
by Tonouchiet al [44] and by Rappet al [45]. Thus, if we interchange the Al grains with
the CuQ planes, and if we replace the &3 barriers by other non-superconducting planes
(such as the BaO, CuO and Eu planes), then the above argument for the IS transition should
still be valid.

A completely different explanation might possibly be based upon a charge-density-wave
(CDW)-driven structural phase transition [46—48]. However, HTSCs do not have the 1D
wire structure required for CDW phenomena.
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