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Abstract: The similarity patterns in the physicochemical
properties of copper-lead and copper-zinc borate
glasses were identified by means of finding similarity
within the objects of study using multivariate statistical
analysis. As exploratory methods of multivariate analysis,
cluster analysis, principal components analysis, and two-
way clustering were applied for a set of copper-lead and
copper—zinc borate glasses. Specific correlations among
the physicochemical properties of copper glasses were
interpreted. In particular, the effect of Pb and Zn doping
metal ion in copper glasses in the structural and
mechanical properties is identified. Interestingly, the
degree of lead content determines two kinds of glasses
with specific physicochemical properties.

1 Introduction

In the design of glass compositions, transition metals
oxides being a constitutional part of the glass systems
could play a dual role related to their physicochemical
and structural properties (coordination number, different
redox state at specific conditions, etc.) [1-8].

Oxide glasses exhibit interesting properties such as
density, elastic moduli, hardness, glass transition tem-
perature, and liquid fragility, and the changes in chemical
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composition cause significant alternations in all measured
physical properties. It was also found that the change of
copper content in copper—lead borate glasses results in a
slow disproportionation of B-containing groups due to
change in the coordination number of Cu™ when compared
with Cu®* ions. It causes changes in the physicochemical
properties such as hardness, thermal stability, density,
thermal expansion coefficient, and chemical durability.
Zinc metaborate glasses are subject to an enhanced
disproportionation of metaborate in other structural units
since the lead metaborate series exhibit different structural
alternations [9-16].

Specific changes in the physicochemical parameters
of the borate glasses due to changes in their chemical
composition could be subject to another experimental
data approach, namely, intelligent data analysis (ex-
ploratory data mining) [17,18]. This option is rarely used
in the analysis of the properties of noncrystalline
materials. Multivariate statistics methods such as cluster
analysis (CA) or principal components analysis (PCA)
offer a new opportunity for data modeling, classification,
and interpretation. They are superior with respect to
their information content to the traditional correlation
analysis if relationships between physicochemical prop-
erties and chemical composition are sought.

Research objectives in the current work may be linked
with a validation of the efficiency of exploratory data
analyses to study and interpret a set of experimental data
from the literature source including values for different
physicochemical parameters in different copper-zinc and
copper-lead metaborate glass series. In addition, rela-
tionships for chemical composition versus physicochem-
ical parameters are evaluated by regression analysis.

2 Methods
2.1 Multivariate statistical methods

In the present study, two multivariate statistical methods
were used: CA and PCA.
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CA is a well-known approach for searching simi-
larity patterns (called clusters) within the data approach
to reveal groups of similarity (clusters) within large
data sets. The identification of the similarity groups
makes it possible to better interpret specific relations
between the objects of the study (glass types) or among
the parameters characterizing them (physicochemical
variables).

Three different modes of clustering were applied:
hierarchical cluster, nonhierarchical cluster, and two-
way CA.

Hierarchical CA is a nonsupervised method for
linkage of objects in clusters that follows a simple
algorithm:

e normalization of the raw experimental data (to avoid
differences in dimensionality which could deteriorate
the clustering; usually the z-transform procedure is
applied);

e introduction of a similarity measure (Euclidean dis-
tances or squared Euclidean distances are often
calculated as a measure of object similarity);

¢ choice of linkage procedure (among many options we
have chosen the Ward’s method of linkage);

e selection of criteria for determination of the cluster
significance, as the Sneath’s criterion based on the
D.x distance in the similarity matrix.

The output plot of the analysis is called a dendro-
gram, which allows the visual determination of sig-
nificant clusters for later interpretation. No preliminary
conditions are introduced for hierarchical clustering [19].

Nonhierarchical clustering belongs to supervised
pattern recognition methods. It requires a preliminary
determination of the number of clusters to which the
objects (or variables) should belong. Therefore, it
demands a priori hypothesis for the number of clusters
for the proper preselection of the number of clusters
based on expert opinion or preliminary information. The
K-means clustering was conducted, which could be
considered both as supervised and unsupervised cluster
approaches. It aims to separate the objects into a
preliminary chosen number of clusters so that each
object belongs to the cluster with the nearest distance
that represents the prototype of the cluster. This
procedure is iterative.

Two-way clustering is also used in the present study.
It is useful in cases where both objects and variables are
expected to contribute simultaneously to discover mean-
ingful patterns for the clusters. The resulting structure
(clusters) is by nature not homogeneous. However, it is
recognized by some researchers that this method offers a
powerful tool for exploratory data analysis since it
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makes possible (like other multivariate statistical ap-
proaches such as correspondence analysis) to reveal
relationships among the clusters of objects and the
clusters of variables.

PCA (very similar to factor analysis) is a linear
dimensionality reduction strategy, which introduces new
directions in the original data space, making it possible
to project the data in a lower-dimensionality space
formed by new linearly uncorrelated variables called
principal components or latent factors [20]. It is worth
mentioning that the main application of this analysis is
to reduce the number of variables and to detect structure
in the data set, which allows classifying objects or
variables. Therefore, PCA is applied as a data reduction
method [19,20].

Ethical approval: The conducted research is not related
to either human or animal use.

3 Results
3.1 Hierarchical CA

The input data set consists of 16 borate glass samples
(eight of them with Pb doping and eight with Zn doping)
described by 11 parameters (physicochemical vari-
ables) [21].

The goal is to reveal patterns of similarity among the
different glass samples or among their physicochemical
descriptors.

In Figure 1, the hierarchical dendrogram for linkage
of 11 variables is presented (z-transformed raw data;
squared Euclidean distances as similarity measures;
Ward’s method of linkage, and Sneath’s test of cluster
significance).

Three clusters could be interpreted:

C1: C,; - packing density and CuO (%mol).

The essential role in glass properties is related to the
atomic packing density (Cg). The atomic packing density
is described as the ratio between the minimum theore-
tical volume occupied by the constituting ions and the
effective volume of the glass. The correlation of C, with
the copper content is readily observed on the dendro-
gram. One could conclude that this tendency is general
for the Cu-containing glass network. For CuO levels
above 20mol%, C, tends to level-off, and no further
accumulative behavior was detected (Supporting
Information).
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Figure 1: Hierarchical dendrogram for clustering of 11 physicochemical parameters.

For the case of the glass system with lead, the packing
density decreases for above 20mol% of PbO. This
observation is a consequence of the structural properties
and the increasing significance of the packed structure
pattern in the packing density.

C2: glass transition temperature T,, K: elastic
modulus, glass, (Uy/V,) volume density of energy
(equation (4) from SI); (Uy/V,» volume density of energy
(equation (5) from SI); E, Young’s modulus, G, Shear
modulus, Poisson ration.

The similarity between glass transition temperature
T, and elastic modulus, glass K, is depicted on the
dendrogram (Figure 1). The K is directly related to the

external force required to compress or extend intera-
tomic distances in opposition to the internal forces that
seek to establish equilibrium interatomic distance.

The K is directly related to the external force
required to compress or extend interatomic distances in
opposition to the internal forces that seek to establish
equilibrium interatomic distance.

The elastic properties of glasses define many of their
mechanical properties. Besides, the thermal or pressure
change of the bulk (K), shear (G), and Young (E) moduli
offers information on the variations in the atomic glass
structure. This cluster reveals a strong correlation among
these physical properties. The values of the constants K,
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Figure 2: Hierarchical dendrogram for clustering of 16 glass samples.
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Figure 3: Projection of 11 variables on the plane described by factor 1 vs factor 2.
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Figure 4: Projection of 16 cases on the plane described by factor 1 vs factor 2.
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G, E as well as of the Poisson’s ratio could be measured
experimentally by various methods for solids, including
mechanical deformation or sound wave propagation
techniques. For liquids, the elastic constants can be
obtained from velocity measurements of high-frequency
sound waves. These explanations are directly supported
by the results of the hierarchical CA.

In the last cluster, C3, the similarity pattern is
formed between density and coefficient of thermal
expansion (CTE). This linkage could be used to model
new Cu glasses with particular thermal characteristics.
C3 is a very homogeneous cluster since C1 and C2 could
be considered as one bhigger cluster, which could be
divided into two subclusters.

Figure 2 represents the hierarchical clustering of the
glass samples (objects of the study). There is a well-
expressed separation between Pb- and Zn-glass types. It
could be stated that higher concentrations of Pb (PCB 20
and PCB 30) form an intermediate cluster between both
classes of samples and are closer to the Zn type of glass
rather than to Pb type of glass. This should be explained
by specific relationships among the physicochemical
parameters.

3.2 PCA

The z-transformed dataset was also subject to PCA. It
was found that three principal components explain over
95% of the total variance of the system. Figure 3 shows
the projection of the variables on the plane of factors 1
and 2, and Figure 4 shows the projection on the plane of
the objects.

In general, most of the groupings observed by
hierarchical CA are confirmed by PCA. It is readily seen
that CTE and density variables form a well-expressed
group since all other variables belong to another class.

The same conclusion is valid for the projection of the
objects, that is, well-expressed separation of Pb and Zn
cases with an intermediate position of PCB 20 and
PCB 30).

The relationship between glass samples and physi-
cochemical characteristics is demonstrated by a two-way
clustering approach. It reveals how close the clusters of
cases (glass systems) are connected with the clusters of
variables (physicochemical parameters). Thus, discrimi-
nant parameters for each glass cluster could be extracted.

The foremost object for separation of the glass samples
into two classes is the variances in the physicochemical
parameters. Pb-glasses are characterized by the highest
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values of density and CTE since Zn-glasses show the lowest
level of these two characteristics. Again, PCB 20 and PCB
30 differ from the Pb-glass pattern having low values of
CTE and density.

All other physicochemical parameters reveal their
higher levels for the Zn-glasses class and lower ones for
the Pb-glasses class.

4 Conclusions

The present study has used intelligent data analysis to
elucidate the relationship between the copper-lead and
copper—zinc borate glasses with different copper con-
tents. Several correlations among glasses and their
physicochemical properties based on multivariate ana-
lysis techniques as CA, PCA, and two-way clustering
were obtained. This allows for identifying the effects of
Pb and Zn doping metal ions in copper glasses in the
structural and mechanical properties. One cluster is
identified for Zn-doped glasses, whereas two clusters
with differentiated properties are identified with copper
glasses doped with Ph.

Acknowledgments: The authors D. D. and M. M. are
grateful for the financial support for this article by
the Scientific Research Department (NIS) of Sofia
University — 80-10-158/24.04.2020/NIS - Sofia University
projects found 2020. The author M. N. is grateful for the
additional support by the program “Information and
Communication Technologies for a Single Digital Market
in Science, Education and Security” of the Scientific
Research Center, NIS-3317.

Conflict of interest: The authors declare no conflict of
interest.

References

[1]  Metwalli E. Copper redox behavior, structure and properties of
copper lead borate glasses. ] Non-Cryst Solids.
2003;317:221-30.

[2] Bae B-S, Weinberg MC. Crystallization of copper metapho-
sphate glass. ] Am Ceram Soc. 1993;76:1395-400.

[3] Vasantharani P, Sangeetha N. Characterization of lead based
binary and ternary glass systems using spectroscopic
methods. Int ] Res Pure Appl Phys. 2013;3:1-6.

[4] Gautam C, Yadav AK, Singh AK. A review on infrared
spectroscopy of borate glasses with effects of different
additives. ISRN Ceram. 2012;2012:1-17.



DE GRUYTER

(10]

(11]

(12]

Rajyasree C, Teja PMV, Murthy KVR, Rao DK. Optical and
other spectroscopic studies of lead, zinc bismuth borate
glasses doped with CuO. Phys B Condens Matter.
2011;406:4366-72.

Pal M, Roy B, Pal M. Structural characterization of borate
glasses containing zinc and manganese oxides. ] Mod Phys.
2011;2:1062.

Rao TR, Krishna CR, Thampy UU, Reddy CV, Reddy YP, Rao PS,
et al. Physical and spectral investigations of Cu®>*-doped alkali
zinc borate glasses. Appl Magn Reson. 2011;40:339-50.
Thulasiramudu A, Buddhudu S. Optical characterization of
Cu?* ion-doped zinc lead borate glasses. ] Quant Spectrosc
Radiat Transf. 2006;97:181-94.

Ehrt D. Zinc and manganese borate glasses—phase separa-
tion, crystallisation, photoluminescence and structure. Phys
Chem Glas-Eur ) Glas Sci Technol Part B. 2013;54:65-75.
Krogh-Moe ). The infrared spectra and the structure of some
anhydrous zinc borates. Z Fiir Krist - Cryst Mater.
1962;117:166-70.

Harrison DE, Hummel FA. Phase equilibria and fluorescence in
the system zinc oxide-boric oxide. ) Electrochem Soc.
1956;103:491-8.

Moncke D, Kamitsos El, Herrmann A, Ehrt D, Friedrich M.
Bonding and ion—ion interactions of Mn?" ions in fluoride-
phosphate and boro-silicate glasses probed by EPR and
fluorescence spectroscopy. ] Non-Cryst Solids.
2011;357:2542-51.

Multivariate analysis for the classification of copper—lead and copper-zinc glasses

(13]

(14]

(15]

(16]

(17]

(18]

(19]

(20]

(21]

— 1085

Ehrt D. Photoluminescence in the UV-VIS region of polyvalent
ions in glasses. )] Non-Cryst Solids. 2004;348:22-9.

Hana NA, Taibi M, Haddad M, Aride ], Benkhouja K. Role of
copper ions in dielectric and structural investigations of
lead-borate glasses. Phase Transit. 2017;90:534-47.

Kashif I, Ratep A. Effect of copper addition on BO,, H,0 groups
and optical properties of lithium lead borate glass. Opt
Quantum Electron. 2017;49:231.

Stefan R, Culea E, Pascuta P. The effect of copper ions addition
on structural and optical properties of zinc borate glasses.

J Non-Cryst Solids. 2012;358:839-46.

Hristov H, Nedyalkova M, Madurga S, Simeonov V. Boron
oxide glasses and nanocomposites: synthetic, structural and
statistical approach. ) Mater Sci Technol. 2017;33:535-40.
Nedyalkova M, Hristov H, Simeonov V. Statistical approach to
study of lithium magnesium metaborate glasses. Open Chem.
2017;15:61-6.

Massart DL, Kaufman L. The Interpretation of Analytical
Chemical Data by the Use of Cluster Analysis. New York:
Wiley; 1983.

Massart DL, Vandeginste BG, Buydens LMC, De Jong S,

Lewi P), Smeyers-Verbeke J, et al. Handbook of chemometrics
and qualimetrics: part A. Appl Spectrosc. 1998;52:302A.

Yao ZY, Mdncke D, Kamitsos El, Houizot P, Célarié F, Rouxel T,
et al. Structure and mechanical properties of copper-lead and
copper-zinc borate glasses. ] Non-Cryst Solids.
2016;435:55-68.



	1 Introduction
	2 Methods
	2.1 Multivariate statistical methods

	3 Results
	3.1 Hierarchical CA
	3.2 PCA

	4 Conclusions
	Acknowledgments
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (None)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org?)
  /PDFXTrapped /False

  /CreateJDFFile false
  /SyntheticBoldness 1.000000
  /Description <<
    /POL (Versita Adobe Distiller Settings for Adobe Acrobat v6)
    /ENU <FEFF0056006500720073006900740061002000410064006f00620065002000440069007300740069006c006c00650072002000530065007400740069006e0067007300200066006f0072002000410064006f006200650020004100630072006f006200610074002000760036>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


