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Abstract

This article underlines the important role of copper Cu(3d°) spins at the CuO, planer sites to comprehend the physics of High temperature
Superconductivity . In such studies we have reported the characterization results of samples (Cug 5Tl 5)Ba,Ca,Cuz01¢.5 , (Cug 5Tlg 5)
(BaCa)(CaMg)Cu;Zny044.5, (Cug 5Tlg 5)(BaCa)(CaMg) Zn3044 and (ATl )(BaCa)(CaMg) Zn304q.5 (A=Ag, K, Ni, Mn; y=0,0.5). Samples
were prepared at normal pressure by using two-steps solid state reaction method. The characterization of samples is done via x-ray
diffraction (XRD), resistivity (RT) and Fourier Transform Infrared (FTIR) absorption measurements. Intrinsic superconducting parameters
and activation energy of all sample is estimated applying two theoretical models, Fluctuation Induced conductivity (FIC) analysis and
Mott 3D-VRH. The XRD and FTIR absorption measurements have confirmed the intrinsic doping of K, Ag, Ni, Mn and Zn. Interestingly,
samples (Cug 5Tlg 5)(BaCa)(CaMg) Zn304 4.5 Without CuO, planes have exhibited superconducting behavior above 77K. To verify the role
of Cu(3d®) atoms in superconductivity we have synthesized (AyTl;)(BaCa)(CaMg) Zn304¢.5 (A=Ag, K, Mn, Ni; y=0,0.5) samples. In
aforementioned samples, doping of Ni, Mn, K, Ag ions in Cu,.,Tl,Ba,0,.5 charge reservoir layer instead of Cu-atoms destroys the
superconductivity completely and leads to semiconducting behavior. Key objective to preparing these samples is to investigate the role of
two major parameters local moments (spin) of copper atoms and net carrier's concentration in superconductivity.

Introduction

In 1986 scientists found superconductivity in barium, lanthanum and copper oxide called La, gsBag 15Cu0,4. The breakthrough awarded
the scientists a Nobel Prize in Superconductivity and triggered a surge in condensed-mater physics research. Although similar oxides have
revealed superconductors at temperatures as low as 30 K, Tc (transition temperatures) of later cuprates is almost an order of magnitude
higher than any previously known superconductor [1-3]. In spite 33 years of research, no consent has arisen on causes of
superconductivity in copper oxides [4-5]. As a result, main emphasis is on knowing the physical origin of the new Properties of the
normal state in the expectation that these may provide significant insight into the advent of superconductivity at such high temperature.
Cuprates are layered materials with a high anisotropy [6—7]. In oxides, superconductivity is found in CuO, planes and these planes are
connected with charge reservoir layers which are separated by Ca atoms. In the oxide superconductor, the charge reservoir layer(CRL)
sends charges to the superconduting plane (CuO,) .The inter-plane coupling which is important in determining the magnitude of
superconductivity arises from the correlation of carriers of different planes. The copper atoms in the CuO, planes have a small
paramagnetic spin, which interacts with the carriers in conducting bands. The magnetic moments of nearly filled Cu?*( 3d °) have strong
antiferromagnetic interactions with neighboring spin-'/2 Cu ions and each Cu atom is bound by an O ion [8—10]. Chemical doping is often
used to change the charge concentration in the CuO, planes in order to explore the cuprate's unusual superconductivity. we will frame the
discussion on two major parameters local moments( spin) and net carriers concentration. Here two questions arise. (1) Is there any
contribution of spin of copper atoms (3d°)? (2)Which factors enhance spin-spin interaction ? In current study we have synthesize

(Cug 5Tlg 5)(BayCay)Cuz049-5 and Cu0.5T10.5(BaCa)(MgCa)ZnyCu3-y010-6 (y = 2, 3) superconductors. In (Cug 5Tlg 5)(BaCa)
(CaMg)Zn30,,-5 sample we witnessed superconducting behavior even though Zn atoms, non-spin carrying entity with 3d'° state and
mass almost equal to the Copper atom completely replace Cu-atoms in CuO, planar sites and make ZnO, plane. In the aforementioned
sample superconductivity suppresses but it does not disappear, this trend arise a question and that is there any role of spin atom
essential for the mechanism of superconductivity. To investigate the role of spin we replace spin carrying copper atom in charge reservoir
layer Cug 5Tl, 5(BaCa)0,_s, by thallium atoms and synthesize (Tl, 5)(BaCa)(CaMg)Zn304,_s sample in which copper Cu (3d°) atom is
transformed from CRL Tl g(BaCa)0,_s. Surprisingly sample turn semiconductor altogether. This result raised many questions.

To answer such questions and to investigate the role of local moments of impurity atoms (spins of copper) and net carriers
concentration. We prepared samples by doping the charge reservoir layer with transition metals noble and Alkali metals.

Our technique for getting more knowledge is to replace copper atom Cu (3d°) by others transition metal ions. In periodic table Nickle sit
next to copper atom. So We synthesize (Nig 5Tlj 5)(BaCa)(CaMg) Zn;0,4_g by replacing Copper atoms in charge reservoir layers

Cug 5Ty 5(BaCa)0,_g by transition metals ions Ni(3d®) substitution in the charge reservoir layer(CRL) again sample revealed
semiconducting properties.

This arised other questions to be answered that is there any role of increase or decrease in effective magnetic moment per lattice site that
disturbed the superconductivity?. In this scenario, we further prepared two samples (Mng 5Tl 5)(BaCa)(CaMg)Zn30,4_5 and (Ag0.5Tl; 5)

(BaCa)(CaMg) Zn304,_s by replacing Copper atoms in charge reservoir layers Cug 5Tl s(BaCa)0,_g by transition metals ions Mn (3d®)
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and Nobel Metal Ag. Astonishing no superconductivity was observed in such samples and it confirmed from results, superconductivity is
only maintained in copper doped samples whereas doping with various d-Block elements ( Tl, Ni, Mn, Ag) show semiconducting behavior.

Role of carrier concentration cannot be ruled out to study superconducting behavior. The copper atoms that are only present in CuO,
planes are deficient in carriers and their spins are aligned antiferromagnetically, while charge reservoir layers have high carriers density. In
order to enhance the density of charge carrier we prepared (K 5Tly 5)(BaCa)(CaMg) Zn;0,4-5 sample by replacing charge reservoir layers
Cug 5Tl 5(BaCa)0,_g by this K; 5Tl 5(BaCa)0,_g by substituting Potassium K on Copper sites. These samples with Alkali and Nobels
metals also exhibited semiconducting variation of resistivity following Variable Range Hopping conductivity.

Experiment

These samples (Cug 5Tl 5)BayCa,Cuz04-s, (Cug 5Tl 5)(BaCa)(CaMg)Cu;Zn,044-5 and (Cug 5Tlg 5)(BaCa)(CaMg) Znz044-5 Were
prepared from solid state reaction technique completed in two stages using Ca(NO3),+4H,0, MgO, Ba(NOs),, Cu,(CN),+H,0, ZnO. we also
synthesized (A Tl;_,)(BaCa)(CaMg) Zn304-s (A=Ag, K, Ni, Mn; y=0,0.5)sample by two steps SSR method using Ca(NO3),+4H,0, MgO,
Ba(NO3),, ZnO, Ni(NO3), +H,0, MnO,, AgNO3, K,CO3 materials. Appropriate quantities of all high purity compounds is mixed, ground and
sintered at 860 °C for 24 hours in a quartz boat with another intermediate grinding. Now in the twice fired material measured amount of
Tl,05 is mixed to get required compounds. The pressure of 3.8 tons/cm? is being used to pelletize these powder compounds. To reduce TI
losses, these pellets were individually wrapped in gold capsules and sintered at 860 °C for 10 minutes before being cooled to room
temperature. X-ray diffraction was used to identify the material's crystal structure (XRD).The resistivity-temperature measurement is
carried using four-probe method. (FTIR) Fourier Transform Infrared Spectroscopy measurements were used at ambient temperature to
investigate phonon's modes.

Discussion And Results

Fig. 1(a) and Fig. 1(b) shows the X-ray spectra of (Cug 5Tlj 5)Ba,Ca,Cu304¢-5 ,(Cug 5Ty 5)(BaCa)(CaMg)Cu,Zn,04-s, (Cug 5Tlg 5)(BaCa)
(CaMg@)Zn3044-5 and (A, Tl;_,)(BaCa)(CaMg)Zn3044_s (A=Ag,K,Ni,Mn ;y=0,0.5) samples. The planar reflection of these samples
corresponds to an orthorhombic crystal structure possessing Pmmm as space group. BaCuO, has a smaller number of impurity peaks,
which has been revealed in diffraction scan. BaCuO, is a well-known stable chemical. It is produced by the decomposition of starting
compounds through the decomposition of Ba(NO3), at early stages. The decomposed temperature of Ba(CuO,) is greater than thermally
stable temperature of samples (~ 860°C), thus it stays in final compound’s integral part. The variation of a and c-axis length is attributed
to the fact that the ionic radius of Tlions (1.48 A) is slightly greater than Cu, Ag Mn ions [11] shown in Table 1. In CuTI-1223 low intensity
impurity peaks are detected in diffractogram. Structural changes can be seen in the final compound due to presence of different ionic
radii.

Table 1

Shows the a-axis, b-axis, c-axis and volume values calculated from XRD analysis of Cug 5Tly sBa,Ca,Cu304¢-5 and Cug.5Tly 5(BaCa)
(MgCa)Zn,Cuz_y04q_5 (y = 2, 3) superconductors and of (A Tl;_,)(BaCa)(CaMg) Zn3044_5 (A=Ag, K, Ni, Mn; y= 0,0.5) samples

S/N Sample aaxis() baxis(d) caxis(A)  volume(a?)
Cug 5Tlg sBa,Cay Cuz01g-g 3.83 3.81 14.44 207

Cug.5Tly 5(BaCa)(MgCa)Zn,Cu4049-5 3.84 3.82 14.57 213

3 Cug.5Tly 5(BaCa)(MgCa)Zng 04¢- 5 3.96 3.91 14.83 225

4 Tl 1 o(BaCa)(MgCa) Zns 4010- 3.50 3.82 14.11 188

5 K 0.5Tlg s(BaCa)(MgCa)Zns gO10-5  3.72 3.83 14.04 198

6 Ag o.5Tlp s(BaCa)(MgCa) Zns 019-5  3.70 3.74 14.03 196

7 Ni o sTlp 5(BaCa)(MgCa) Zn3o019-5  3.71 3.77 14.10 200

8 Mn ¢ 5Tlg 5(BaCa)(MgCa) Zng gOq9-5 3.69 3.70 14.07 197
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Fig. 2(a) show temperature dependence of resistivity plots of (Cug 5Tl 5)Ba,CayCu304-g, (Cug 5Tlg 5)(BaCa)(CaMg)Cu;Zn,044_5 and
(Cug 5Tlg 5)(BaCa)(CaMg) Zn3044-5 samples. These samples exhibited superconducting metallic variations of resistivity from room
temperature down to (R=0) and have Tc around 100.2, 92 and 91 K, Tc (onset) 113,108,119 K respectively shown in Table 2. As
demonstrated in Fig. 2(b,c.d,ef), all samples (A, Tl,_,)(BaCa)(CaMg)Zn3044_5 (A=Ag,K,Ni,Mn ;y=0,0.5) have semiconductor-like resistivity
variations with temperature.

Table 2
Shows the parameters T [onset] and T [R=0] calculated from resistivity
vs. temperature graphs of Cug 5Tlj sBa,Ca,Cus0,4_5 and
Cuy-5Tlg 5(BaCa)(MgCa)Zn,Cu;_y04¢-5 (¥ = 2, 3) superconductors.

Sample T.[R=0] (K) T, [onset] (K)
Cug 5Tlo sBa,Ca, Cuz0;0_g 100.2 113
Cug.5Tly 5(BaCa)(MgCa)Zn,Cu;049-5 92 108
Cug.5Tly 5(BaCa)(MgCa)Zn; ¢04¢- s 91 119

Various models have been used to characterize electrical properties; the conduction process is guided by charge carriers hopping between
levels via different methods. In many disordered carbon forms for charge carriers the Mott variable range hopping (VRH) and thermally
assisted hopping are suggested as probable conduction mechanisms [12-13]. Egn (1) gives the Mott VRH model, which is based on
charge carriers hopping between localized states near the Fermi level with the assist of thermal energy. To is the characteristic hopping
temperature while factor (p,) is temperature T dependent.

o) = paexp (%) W

Due to the randomization in the conduction channels, carrier transport is actually proceeds via three-dimensional (3D) variable range
hopping process. As a result using the Mott 3D VRH type conduction mechanism (equation (1), b = 1/4) [14—15] the p—T data of the
various samples was evaluated. The Mott 3D VRH model remains in good fit for the experimental data of our samples. All samples
(A/Tl;_,)(BaCa)(CaMg)Zn30+-5 (A=Ag,K,Ni,Mn ;y=0,0.5) ) have semiconductor-like resistivity variations with temperature fitted by
equation 1 in the temperature regime from 77K to 300K shown in Fig. 3(a,b,c,d,e). The inset represents the plot of In \varvecp vs. 1/T"/4,
where the theoretical prediction for the Mott Varying Range Hopping (VRH) in 3D mechanism is indicated by the straight line. The energy
of activation for Tl, o(BaCa)(CaMg)Zn30+¢_g, Tly 5Adg 5(BaCa)(CaMg)Zn304-s, , Tly 5Kg 5BaCa)(CaMg)Zn304q_g, Tlg sNig 5BaCa)
(CaMg@)Zn304¢-5, and Tl sMng 5 BaCa)(CaMg)Zn3044_s, sample is 1.85meV, 1.41meV, 2.35meV, 2.34 meV and 6.89 meV respectively as
shown in Table 3.

Table 3
Activation energy of (A;Tl;_,)(BaCa)(CaMg) Zn3044_s (A=Ag,
K, Ni, Mn; y= 0,0.5) samples
Sample Activation Energy

Ea(meV)

K o-5Tlg 5(BaCa)(MgCa)Zns 4045 2.35
Ag o5Tlp5(BaCa)(MgCa) Znz o0qp-5  1.41
Tl 4 o(BaCa)(MgCa) Zn3 404p-5 1.85
Mn ¢ 5Tly 5(BaCa)(MgCa) Zng gOqp-5 6.89

Nio5Tlgs(BaCa)(MgCa) Zng gOqp-5  2.34

We observed superconductivity in (Cug 5Tlg 5)(BaCa)(CaMg) Zn304,- s sample without CuO, plane. As we know charge reservoir layer
Cug 5Tl 5(BaCa)0,-g supply carriers to the superconducting planes CuO, plane as Cu-atom from CRL jump to ZnO, planar sites and their

presence both in Suberconductina plane and charge reservoir layer produce spin fluctuation and disturb Anti-ferromagnetic order. In order
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to verify the role of copper spin (3d°) we prepared (AyTl;_y)(BaCa)(CaMg)Zn304_s (A= Ni, Mn, Ag, K; y=0,0.5) samples, main objective to
prepare these samples is to completely remove copper from the charge reservoir layer Cug 5Tly 5(BaCa)0,4-g and superconducting planes
Cu0,. In such samples Cu-based CRL is exchanged by Tl; (BaCa)0,4-g, Nig 5Tly 5(BaCa)0,-5, Mng 5Tl 5(BaCa)04-5, Adg 5Tl 5(BaCa)0,_g
and K, 5Ty 5(BaCa)0,_s. As all CRL layers are conducting, none of them possess a spin-carrying particle like Cu(3d®). As a result, such
charge reservoir layers eliminate the possibility of Cu-atoms diffusing to CuO,-planar positions. As a result, all samples without copper
atoms in the CRL have exhibited semiconducting conductivity with different activation energy.

As copper Cu(3d?) is transitional metal, we replace copper atoms from CRL by another d-element nickel Ni(3d®) that is ferromagnetic
entity [16] that can supply alternatively larger spin as compared to Cu(3d®) atoms of CRL Cug 5Tlg 5(BaCa)0,_s. In (Niy 5Tl 5)(BaCa)
(CaMg) Zn30,,- sample we increase interplanar coupling by doping Mg atoms at Calcium sites and in CRL Cug 5Tl 5(BaCa)0,_g replace
copper atoms with Ni(3d®). Results have shown that with Ni-doping we obtain semiconducting behavior. Now we prepare another sample
(Mng 5Tly 5)(BaCa)(CaMg) Zn3044- s by doping d-element Mn(3d°®) in charge reservoir layer. To enhance magnetic moment per lattice cell
we substitute Mn in charge reservoir layer (CRL) Mn 5Tlj 5(BaCa)0,-g. As superconducting planes are deficient of carriers and there is
antiferromagnetic alignment of spin when Mn is substituted in (CRL) Mn 5T, 5(BaCa)0,_g it induce no superconducting transition and
the sample obeyed semiconducting behavior. Mn is a magnetic impurity that causes pairs breaking; hence no superconductivity might be
expected.

We synthesize further sample (Agg 5Tl 5)(BaCa)(CaMg) Zn304,_s by doping Ag(4d'?) in CRL Agg 5Tl 5(BaCa)0,_s plane. The idea to

doped Nobel metal instead of Cu(3d®) to check is there any significance of spin carrying entity in the mechanism of superconductivity at
high temperature? Such samples have shown semiconducting behavior.

To investigate the role of the density of charge carrier we synthesize (K, 5Tlj 5)(BaCa)(CaMg) Zn3044-5 using Alkali Metal so potassium
K(4s') is introduced in charge reservoir layer. K is substituted in CRL K, 5T, 5(BaCa)0,_g to increase density of charge carriers in
superconducting plane Cu/Zn0,. Even the deliberate enhancement in the carrier density Via K-doping at charge reservoir layer sites have
not given us superconductivity down to 77K instead produce semiconducting samples.

All such studies have revealed some of Cu-atoms in the CRL Cug 5Tl 5(BaCa)0,_s most likely hop to the ZnO, planes. This shows the

significance of spin carrying Cu(3d?) atoms in the plane that cause fluctuating in spin and produce spin density wave. These spin
fluctuation seem to mediate long range phase coherence established superconductivity at Tc. In cuprates spin of copper atom play vital
role in superconductivity. While all samples (A, Tl;_,)(BaCa)(CaMg)Zn3044_s (A=Ag,K,Ni,Mn ;y=0,0.5) without Copper atoms show
semiconducting behavior which supports our thesis that in the absence of a copper atom, electron spins flip on varying degree that
causes scattering waves asymmetrically that in turn disturb coherence in wave function. This process disrupts phase coherence, resulting
in destructive interference, which leads to an increase in resistivity [17-19].

Conventional superconductors possess swave symmetry and are isotropic. Cooper pairing of electrons is mediated by lattice phonons.
While in cuprates the superconducting wavefunction possesses d-wave symmetry, which means it changes sign when rotated by 90°[20-
21]. When a cuprate is doped, the charge carriers delocalize due to hybridization between the Cu (3d) and O (2p) orbitals. Still, it's unclear

what causes the material to superconductor at some critical doping levels. The pairing mechanism may be initiated by superexchange

phenomena, in which spin fluctuations between neighboring Cu sites are mediated by O atoms that partition the Cu atoms. The Cu (d, 2_y
2) orbital's energy is almost degenerate with those of O(2p) orbitals in cuprates, making hybridization and hence spin fluctuation
extremely strong. The energy levels of the Ni, Ag, K, Mn, and O orbitals, on the other hand, are quite different, weakening the spin

fluctuations [22-23].

Aslamazov and Larkin [24] used a microscopic technique to calculate excess conductivity where the fluctuation are modest. They derived
0 /0300 = Ae (1) with reduced temperature € = (7- Tmf)/ Tmf ( mean field temperature Tmf is calculated from peak of dp/d T against T
plot). The Lawrence and Doniach (LD) model for the polycrystalline samples, is as follow [25].

Aoy p = [€%/ (16hd)](1+Je™") 1271 (2)

In the preceding expression J= [Z‘EC(O)/d]2 represent inter-CuO,-layers couplings, d signifies thickness of superconducting layers and the
coherence length &) is along c-axis. By using LD model the coherence length is determined from the crossover temperatures by
’ples [26].
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€c(0) = 4/2[(Tgp-op/ Tmp)-11"2 (3)

In(o) was plotted against In(g) in Fig. 4(a,b,c) to analyze the excess conductivity applying AL model. This can be seen, each plot is
categorized into three distinct regions. The different sections of the plots are linearly fitted and exponent values ‘A’ is derived from the
slopes to relate the experimental results with theoretical values. The Acr (critical exponent ) corresponds to the critical region has a value
of 0.33, Azp values ranging from -0.48 to -0.564 showing 3D behavior, A, values ranging -0.92 to -1.0089 signifying 2D behavior see in
Table 4. In afore mentioned samples Mg-atoms are substituted at Ca sites, in prior research Ca by Mg atoms were successfully replaced,
that suppresses c-axis length and rise critical current density [27]. The critical temperature does not rise in (Cug 5Tl; 5)(BaCa) (CaMg)
(Cug_y Zn,)04¢-4 (x = 2,3) samples indicating that the Zn(3d'%) cause disorder in antiferromagnetic aligned of copper atoms(3d°) spins
within CuO, plane. Because of disturbance in the spin density waves (SDW) charge stripes are likely to reorder, lead to suppressing
superconductivity.

Shows widths of critical, 3D, 2D, a-lr;ac]ib(I)TD‘lﬂuctuation regions observed from
Sample Ack  Asp A A Terap=Te Tap-2p Tap-o T(K) T @=pa(0K)
) K) K) K  (Qcm)
y=0 030 053 10 20 106 109 112 101.8 136 045
y=2 0.33 0.5 1.2 20 1025 105 110 97.5 129 0.40
y=3.0 032 051 11 20 104 108 112 100.2 140 2.1

We elucidated important superconducting parameters using Ginzburg Landau theory and equation stated in our earlier articles [28-30].
The parameters like J¢(0), B(g), Bcr (o) Beooy @nd k = A/ are computed for (Cug 5Tl 5)Ba;CayCuz0q9-5 and (Cug 5Tlg 5)(BaCa)(CaMg)
(Cuz—y Zn,)049-5 (x = 2, 3) samples, shown in Table 5. In our samples the values of J;(0) ,B.(T), B¢1(T) suppressed. The number of
unintended defects, calculated by parameter a in samples enhanced with increasing Zn-doping, decrease in By (g, B¢y (g), Beo(0) Jc(0) values
indicate that these defects are not behaving as pinning centers. Table 5 shows that the London penetration depth A, 4 and the GL
parameter increase in all doped samples.

Table 5
Shows the superconductivity parameters observed from the FIC analysis of Cug 5Tl sBa,Ca,Cuz044-5 and Cuq.5Tlg 5 (BaCa)
(MgCa)Zn,Cuz_,04¢-5 (¥ = 2, 3) superconductors.

Sample §.,(0) J Ng ApaX  Bg B By K Joo) X Vg X Epreak  TgpX
0y 05 ®m M 103 10 107
) &em?) (/) ©
y=0 2.090 0.077 0.048 846.87 1.716 0.089 127.70 51.99 1.099 1.797 0.0198 2.0529
y=2 2140 0.080 0.052 914.09 1.593 0.077 127.70 58.19 0.941 1.705 0.0293 1.40394
y=3.0 2.26 0.091 0.051 98592 1475 0.068 127.70 6255 0.812 1.769 0.0351 1.18929

The phonon modes are observed in order to understand the process of high temperature superconductivity because electron-phonon
interactions are probably important for superconductivity’s mechanism. Oxygen, have highest vibrational amplitude due to its smaller
atomic size, is responsible for causing such electron phonon interactions. In the CuTI-1223 unit cell, oxygen phonon modes have been
witnessed (above 400 cm™). The infrared absorption bands between 50 and 350 cm™" in layered cuprate superconductors are thought to
be caused by the vibration of Tl ,Cu, Ca and Ba atoms, whereas the absorption bands above 400 cm™ " are considered to be caused by the
vibration of lighter oxygen atoms of chain, planer, and apical oxygen. Two apical oxygen atoms of type TI-0,-Cu(2) and Cu(1)-0O,-Cu(2)
are witnessed around 420-460, 480-540 cm™", Cu(2) atom is in superconducting plane and Cu(1) atom in charge reservoir layer(CRL).
Cu0, planar oxygen mode is witnessed around 550-580 cm™" [31-33]. FTIR measurements of our Cug 5Tly sBa,Ca,Cu3040-s, (Cug 5Tlg 5)

(BaCa)(CaMa)Cu;Zn,04n_5 and Cun =Tln s(BaCa)(CaMg)Zn3044-5 samples shown in Fig. 5(a). CuO, planar mode continuously softened
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with increasing Zn doping finally attain 515 cm™ in (Cug 5Tl, 5)(BaCa)(CaMg)Zn30,4-5 samples. Although the apical oxygen bond length
increases, the influence of the mass of Zn atoms is obvious in softening of these modes, which is most likely connected with the greater
mass of Zn (65.38amu) atoms in contrast to Cu(63.54amu) atoms. The addition of Zn-atoms at Cu sites in the CuO, plane is indicated in
the variation of modes.

From Fig. 5(b,c), FTIR absorption measurements of samples (A, Tl;_,)(BaCa)(CaMg) Zn3044_5 (A=Ni, K, Ag, Mn ; y=0,0.5) the phonon’s
modes associated to the vibrations of different oxygen atoms have been observed between 400-700 cm™. Presence of modes at some
different wavenumber as compared to CuTI-1223 system can be attributed to the modified layer of charge reservoir layer

Cug 5Tl 5(BaCa)0,_g. Although the position of modes is determined from the bonding among attached atoms. The larger sizes atom of
thallium TI (1.4 A°) in the charge reservoir layer (CRL) Tlg 5Tly 5(BaCa)0,4-5 possibly increase the size of a-axis. The central presence of
TI3* in CRL shows high stability of O-atom. Thallium content in the CRL make it insulating and in the superconducting layer free carriers
concentration decrease. Since Thallium is a heavy atom its modes has lowest energy and apical oxygen modes move toward lower
wavenumber. In Tl;(BaCa)(CaMg) Zn;0,4-5 sample both apical oxygen modes of type TI-0,-Zn(2) are witnessed about 486 cm™" and
521 cm™.

We prepared Nij 5Tlg 5(BaCa)(CaMg)Zn3044-5 and Kq 5Tly 5(BaCa)(CaMg)Zn;0,¢-5 samples. When we doped CRL with heavy atoms like
Ni(1.62 A°) and K(2.03 A°) the apical oxygen modes of type TI-0,-Zn(2) slightly change nearly 482cm™" and 480cm™" while M-0,-Zn(2),
where M=Ni/K is observed around 450cm™" and 444cm™". These softening of apical mode is due to variation in planer frequency of
apical modes this reflects the substitution of K and Ni at Cu sites in CRL K 5Tly 5(BaCa)0,4_g and Nij 5Ty 5(BaCa)0,4-s. Similarly when
lighter atom like Mn(1.40 A°) and Ag(1.34 A°) is substituted in charge reservoir layer Mng 5Tly 5(BaCa)0,4_5 and Agg 5Tl 5(BaCa)0,-5 then
peak position of apical oxygen mode TI-0,-Zn(2) and M-O,-Zn(2) where M=Ag/Mn move to high wave number. This verifies our

conclusion that as the C-axis length decreases, the bond length of the apical oxygen mode decreases, allowing this mode to vibrate at a
high wave number. Variation in oxygen related apical modes advises the incorporation of K, Ni, Ag and Mn in CRL.

Conclusion

(Cug 5Tlg 5)BasCa,yCuz04q-s, (Cug 5Tlg 5)(BaCa)(CaMg) Cu;Zny04¢-5, (Cug 5Tly 5)(BaCa)(CaMg) Zn3040-5 and (A;Tl;_y)(BaCa)(CaMg)
Zn3049-5 (A= Ag, K, Ni, Mn ; y=0,0.5) samples are prepared at normal pressure by employing two-steps solid state reaction method and
exhibit orthorhombic crystal structure. Variations in unit cell volume and phonon modes linked to the vibrations of planar and apical
oxygen atoms are softened, these findings demonstrate incorporation of Ca, Mg and Zn in the unit cell. Temperature dependence of
resistivity plots exhibited suppression in Tc. Above 77K, samples (Cug 5Tl 5)(BaCa)(CaMg) Zn304¢-g Without CuO2 planes showed
superconducting activity. We prepared (A, Tl;_,)(BaCa)(CaMg) Zn30,_s (A=Ag, K, Ni, Mn ;y=0,0.5) types of samples to demonstrate the
contribution of Cu(3d®) atoms in superconductivity. Doping Ni, Mn, K, and Ag ions instead of Cu-atoms in the (Cug 5Tly 5)Ba;0,_5 CRL
totally eliminates superconductivity and results in semiconducting behavior. Theoretical prediction for the Mott-VRH mechanism is
applied to measure the energy of activation for Tl; y(BaCa)(CaMg)Zn304¢-g, Tly 5Agg 5(BaCa)(CaMg)Zn304¢-s, ,Tly 5Kq sBaCa)
(CaM@)Zn304¢-g, Ty 5Nig 5BaCa)(CaMg)Zn30+4-5, and Tl sMng 5 BaCa)(CaMg)Zn3044-5 sample having values 1.85meV, 1.41meV,
2.35meV, 2.34 meV and 6.89 meV respectively. The Lawrence and Doniach (LD) model expression were used to compute the parameters
like J¢(0), Be(o) Bea(oy Bea(o) @nd k = A/§ for (Cug 5Tl 5)BayCayCuz0sg-g and (Cug 5Tlg 5)(BaCa)(CaMg) (Cuz-, Zn,)04g-s (x = 2, 3)
samples. In our samples the values of J.(0) ,B.(T), B¢ (T) suppress. The number of unintended defects, calculated by parameter a in
samples enhanced with increasing Zn-doping, decrease in B, Bcq(g), Be2(0) Jc(0) values indicate that these defects are not behaving as
pinning centres shows that the London penetration depth A, 4 and the GL parameter increase in all doped samples. The Cu (dy 2_y 2)
orbital's energy is almost degenerate with that of the O (2p) orbitals in cuprates, making hybridization and hence spin fluctuation
extremely strong. The energy levels of the Ni, Ag, K, Mn, and O orbitals, on the other hand, are quite different, weakening the spin
fluctuations.
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Figure 1

(a)Shows XRD pattern of (Cu0.5T10.5)Ba2Ca2Cu3010-6, (Cu0.5T10.5)(BaCa)(CaMg)Cu1Zn2010-6 ,(Cu0.5TI0.5)(BaCa)(CaMg) Zn3010-6
and (TI1.0)(BaCa)(CaMg) Zn3010-6 samples. (b) Shows XRD pattern of (AyTI1-y)(BaCa)(CaMg) Zn3010-6 (A=Ag, K, Ni, Mn; y= 0,0.5)
samples
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Figure 2

(a)Temperature dependence of resistivity curves of (Cu0.5T10.5)Ba2Ca2Cu3010-6, (Cu0.5T10.5)(BaCa)(CaMg)Cu1Zn2010-6,
(Cu0.5TI0.5)(BaCa)(CaMg) Zn3010-6 samples. (b,c,d,e,f) Temperature dependence of resistivity curves of (AyTl1-y)(BaCa)
(CaMg)Zn3010-(A= Ag, K; y=0, 0.5) samples.
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Figure 3

(a,b,c,d,e) Log of Electrical resistivity (In p) as a function of 1/T in the temperature range from 77K to 300K. The inset represents the plot
of In p vs. 1/T1/4, where the theoretical prediction for the Mott-VRH mechanism is indicated by the straight line of (AyTI1-y)(BaCa)(Ca
Mg) Zn3010- (A= Ag, K, Ni, Mn; y= 0, 0.5) samples.
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Figure 4

(a, b, c)Show the typical representation of the excess conductivity analysis of Cu0.5T10.5Ba2Ca2Cu3010-6 and Cu0.5T10.5(BaCa)
(MgCa)ZnyCu3-y010-6 (y = 2, 3) superconductors.
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(@) FTIR absorbance spectrum of (Cu0.5T10.5)Ba2Ca2Cu3010-6,(Cu0.5TI0.5)(BaCa)(CaMg)Cu1Zn2010-6 ,(Cu0.5T10.5)(BaCa)(CaMg)
Zn3010-6 samples. (b) FTIR absorbance spectrum of (TI1)(BaCa)(CaMg)Zn3010-, (Ni0.5TI0.5)(BaCa)(CaMg)Zn3010- and (Mn0.5TI0.5)
(BaCa)(Ca Mg) Zn3010-samples. (c) FTIR absorbance spectrum of (K0.5T10.5)(BaCa)(Ca Mg) Zn3010- and (Ag5TI0.5)(BaCa)(Ca Mg)

Zn3010- samples.
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