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Introduction
This story begins more than 3.5 million (3.5x109) years ago with 

the first Streptococci that were distinguishing from prokaryotes, and 
had come out of the oceans 570 million years in creatures as old as 
Paleozoic fishes, and left a mark on Labidosaurus hamatus - Mesozoic 
herbivores dinosaurs, a Pangaea animal circa 275 million years ago. 
Homo rhodesiensis/heilderbergensis also Homo neanderthalensis 
have already suffered from it in the period 650,000-100,000 BP. The 
thing is about nothing but caries disease.1–4 

When caries disease leads to irreversible changes and defects 
in skeleton of the tooth, appropriate anatomical reconstruction is 
required, with the use of “smart materials” 5 preventing relapse, as 
they are to have a number of properties which may be altered in a 
controlled fashion in response to stimuli. These include ion exchange 
between external environment, inherent adhesion to hard tissues, 
buffering abilities, as well as a thermal expansion coefficient which is 
similar to teeth. Looking for such a dental biomaterial, glass ionomer 
cement (GIC) may seem to appear like a mainstream of evaluating 
restoratives as it adheres chemically to the tooth structure, controls 
pH and releases fluoride and other ions, hence it not only contributes 
to the reduction in the amount of residual bacteria underneath the 
restoration, but fundamentally favors remineralization of the affected 
dentin.6–8 

Several thousand years ago humans could use primitive natural 
resources to fill holes in teeth with bitumen in what is nowadays Italy, 
or beeswax 6500 BP in what is today Slovenia.9,10 In ancient Egypt 
4600 BP, Hesy-Ra – ‘Great one of the dentists’, was able to prepare 
a mixture of terebinthenic resin, powdered malachite and ochre from 
Nubian ground applied to the tooth.11 The synthetic era starts with 
Marggraf’s invention of nonorganic phosphoric acid 305 years ago, 
and an organic one – an acrylic acid, the discovery of which we owe to 
Redtenbacher 175 years ago. Linderer’s son12 167 years ago mentioned 
the use of semisynthetic cement: ground enamel of carnivorous animal 
made into a paste with phosphoric acid. The first true synthetic cement 
was the zinc oxychloride invented by Sorel 163 years ago.13 Smith 
55 years ago researched on poly(acrylic acid) salt of sintered zinc 

oxide, which after 5 years has been fortunately introduced into dental 
practice as zinc polycarboxylate - first biomaterial with the intention 
of adhesive bonding to tooth hydroxyapatite calcium.14

The contemporary GICs were developed over 50 years ago, starting 
by Wilson and co-workers at the Laboratory of The Government 
Chemist (LGC) in London and introduced into the clinic use by Mc 
Lean, as materials consisting of an acid-decomposable glass and a 
water-soluble acid that sets into salt by neutralization reaction. The 
term glass-ionomers covers two subgroups: glass-polyalkenoates 
and glass-phosphonates.15–18 GICs have been first used to repair 
dental defects, however later have been introduced in otological 
and neuro-otological surgery and injectable bone cements as Al-
free formulations with the inclusion of ZnO, GeO2, ZrO2, and Na2O 
into the glass network, with potential metal cations release within a 
window of concentrations that promote osteoblast.19–21 

Taking into the consideration the development of commercial GICs 
chemical composition modifications, conventional (CGIC), metal-
reinforced (-RGIC), fast setting (FSGIC), cermet-ionomers, semi- and 
anhydrous (WAGIC), high viscosity (HVGIC), visible-light-activated 
(VLAGIC), resin-modified (RMGIC - dual and tree-cured DCRMGIC 
and TCRMGIC), glass carbomers (GCC), ceramics-, or zirconia-
reinforced GIC might be chronologically distinguished.22–29 The 
latter one is intended to be of higher strength compared with that of 
amalgam silver. It turned out that the glass-ionomer with the addition 
of 7% by weight ceramic granules showed promising VMHT values 
of hardness 58.98 MPa, DTS of tensile 11.21MPa and compressive 
strength results of CS after one month 423 MPa.30–32

Methods
The newest formula with 3% mass of Yttrium Trioxide Partially 

Stabilized Tetragonal Polycrystalline Zirconia (3YTZP) has been 
approved for use in dental clinic as Zirconomer Improved (Shofu Inc, 
Kyoto, Japan) – zirconia-reinforced glass ionomer cement of CS 326 
MPa,33 which should improve survival rate in oral mouth, enhance 
translucence and match the color of the tooth; the fluid of Zirconomer 
Improved is a water solution of poly(acrylic acid) (PAA) and tartaric 
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Abstract

The aim of our study was to preliminarily investigate, in dental practice, the newest 
commercial formula of bioactive glass-ionomer cement modified with 3% mass of 
Yttrium Trioxide Partially Stabilized Tetragonal Polycrystalline Zirconia (3YTZP), 
which should improve restorative survival rate in caries patients’ oral mouth, enhance 
translucence and match the color of the tooth. Initial laboratory observation has been 
performed with the use of microscopic structural analysis. By assumption novel dental 
restorative materials are expected to be indeed bioactive in the meaning of immanent 
enamel- and dentine-integration/adhesion without demineralization, saliva buffering, 
hard tissues remineralization and caries microbiome management ability, over a long 
period of time.
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acid (TA). The Zirconomer family of materials is supplied in the 
form of powder and liquid for manual earning, although encapsulated 
versions have appeared on the market. The surface of the material 
should, after solidification, be covered with a protective layer of 
cocoa butter. Zirconomer Improved universal shade was used for the 
secondary caries treatment. Biomaterial was prepared according to the 
manufacturer’s instruction for clinical restoration and caries treatment 
of tooth 25. Preliminary, non-clinical structural microscopic analysis 
was performed. Metallographic microscope Olympus GX51 was used 
with magnifications: x10, x20 and x50, resolution of the effective 
camera 10.6 megapixels, reverse microscope system, observations 
in a bright field reflected light and optics adjusted to the infinity of 
UIS-2.

Results and discussion
Zirconia-reinforced glass-ionomer has been successfully utilized 

as bioactive core restoration (Figure 1) in short-time observation 
in adult patient of active caries disease. Microscopic observation 
confirmed fine submicronic grain structure of glass particles with nano 
sized ceramic crystals (Figure 2). Glassy-depleted zirconia ceramics 
based on a polycrystalline milky zirconia powder, called ‘ceramic 
steel’, is a clue of modern restorative dentistry. Its mechanical 
properties and physical parameters: bending strength (840-1400MPa), 
modulus of elasticity (200GPa), stress intensity factor 9-10 MPa/m, 
Vickers hardness (13GPa), compressive strength (2,100MPa), Tensile 
strength (650 MPa), fatigue strength (900 MPa), fracture toughness 
(9 MPa/m 1/2) inspire admiration as they are close to or even exceed 
the metal alloys. To stabilize the tetragonal metastable polycrystalline 
structure during thermo-dependent transformation the homogenously 
distributed cerium, yttrium, aluminum, magnesium or calcium oxides 
are added to prevent material aging by spontaneous and unwanted 
transformation of the TM into a monoclinic phase (up to 25%) by 
reacting water with oxygen-zirconium chains at the temperature of 
the human body, moist environment of the mouth, spongy bone and 
under the influence of mechanical stress. Aging zirconia may result 
in a loss of up to 50% of the original strength values and an increase 
in the volume of 3-5%, which may paradoxically compensate for 
the propagation of potential cracks generated in the material by auto 
repair. Fully stabilized cubic zirconia (FSZ) is produced with the 
participation of oxides: 7.9% by weight of CaO or 5.86 by weight of 
MgO or 13.75 by weight of Y2O3; each smaller contribution leads to 
a partially stabilized zirconia (PSZ) called tetragonal polycrystalline 
zirconia, most often with yttrium trioxide (YTZP). Tetragonal 
polycrystalline zirconium doped with 3-5% by weight is commonly 
used.34

Figure 1 a) Tooth 25, patient FK, deep caries lesion; b) fresh after bioactive 
restore; c) after 12 weeks.

Glass-ionomers are bio-degradable/resorbable biomaterials. Due to 
this slow, but possibly reversible in the ecosystem, oral disintegration, 
they show active bioactivity, owing to which remineralization of dentin 
and enamel is possible, saliva buffering, stabilization of cariogenic 
flora and as a result the ability to control the fit of active caries to 

stationary caries. If the addition of nanometric zirconia to the GIC 
composition strengthens their strength, it will be beneficial for them 
against carious use, in at least several dozen months perspective of 
permanent biochemical-physical dentin-and enamel integration, even 
if they are classified as materials for temporary fillings. It is worth 
perceiving the glass-ionomer qualities and functions resulting from 
them, qualifying them for the role of the first-choice biomaterials 
in the treatment of active acute carious disease. In the long-term 
treatment of a patient with caries, we should additionally re-educate 
diet and hygiene habits, balance both the immune system and mineral 
balance.

Figure 2 Microstructure of fresh set biomaterial in different magnifications: 
x10, x20, x50.

Conclusion
We still have to solve an important issue, which is the selection of 

the restorative material. Should we choose silver amalgam, which is a 
filling from a piece of mercury alloy, but, in turn, does not cure caries? 
Are we to choose nice light- or chemo-curing composites, most often 
based on bacteriophilic monomers, requiring additional etching 
species i.e. deepening the enamel and dentine caries effect, which also 
do not cure caries? Is it just to choose glass-ionomers, which although 
are included in tooth-colored restorative materials, but are not to serve 
as high aesthetic materials and compete in this respect with ceramic-
monomer composites in carries-free patients? As a matter of fact such 
glass-ionomers are immanently resorbable polyelectrolytes of active 
caries management ability in assumption; therefore their restorative 
long-term attributes would not have to play a primary role.

Acknowledgments
None.

Conflict of interest
Study has not been ordered, financed and there is no conflict of 

interest.

References
1. Woese CR, Kandler O, Wheelis M. Towards a natural system of organisms: 

Proposal for the domains Archea, Bacteria, and Eucarya. Proc Natl Acad 
Sci. 1990;87(12):4576–4579.

2. Reisz RR, Scott DM, Pynn BR, et al. Osteomyelitis in a Paleozoic reptile: 
ancient evidence for bacterial infection and its evolutionary significance. 
Naturwissenschaften. 2011;98(6):551–555. 

3. Stampfli GM, Hochard C, Verard C, et al. The formation of Pangea. 
Tectonophysics. 2013;593(8):1–19.

4. Humphrey LT, De Groote I, Morales J, et al. Earliest evidence for caries 
and exploitation of starchy plant foods in Pleistocene hunter-gatherers 
from Morocco. Proct Natl Acad Sci. 2014;111(3):954–959.

5. McCabe JF, Yan Z, Al Naimi OT, et al. Smart materials in dentistry. 
Australian Dent J. 2011;56(1):3–10.

6. Purton DG, Rodda JC. Artificial caries around restorations in roots. J Dent 
Res. 1988;67(1):817–821.

https://doi.org/10.15406/jabb.2018.05.00161
https://www.ncbi.nlm.nih.gov/pubmed/2112744
https://www.ncbi.nlm.nih.gov/pubmed/2112744
https://www.ncbi.nlm.nih.gov/pubmed/2112744
https://www.ncbi.nlm.nih.gov/pubmed/21499814
https://www.ncbi.nlm.nih.gov/pubmed/21499814
https://www.ncbi.nlm.nih.gov/pubmed/21499814
https://www.sciencedirect.com/science/article/pii/S0040195113001479
https://www.sciencedirect.com/science/article/pii/S0040195113001479
http://www.pnas.org/content/pnas/111/3/954.full.pdf
http://www.pnas.org/content/pnas/111/3/954.full.pdf
http://www.pnas.org/content/pnas/111/3/954.full.pdf
https://journals.sagepub.com/doi/abs/10.1177/00220345880670050401?journalCode=jdrb
https://journals.sagepub.com/doi/abs/10.1177/00220345880670050401?journalCode=jdrb


The newest clinical version of glass-polyalkenoate restorative biomaterial infused with 3Y-TZP nanocrystals 340
Copyright:

©2018 Kupka et al.

Citation: Kupka T, Małgorzata K, Fryc M. The newest clinical version of glass-polyalkenoate restorative biomaterial infused with 3Y-TZP nanocrystals. J Appl 
Biotechnol Bioeng. 2018;5(6):338‒340. DOI: 10.15406/jabb.2018.05.00161

7. Takahashi Y, Imazato S, Kaneshiro AV, et al. Antibacterial effects and 
physical properties of glass-ionomer cements containing chlorhexidine for 
the ART approach. Dent Mater. 2006;22(7):647–652. 

8. Mungara J, Philip J, Joseph E, et al. Comparative evaluation of fluoride 
release and recharge of pre-reacted glass ionomer composite and nano-
ionomeric glass ionomer with daily fluoride exposure: an in vitro study. J 
Indian Soc Pedod Prev Dent. 2013;31(4):234–239.

9. Oxilia G, Fiorillom F, Boschin F, et al. The dawn of dentistry in the late 
upper Palaeolithic: An early case of pathological intervention at Riparo 
Fredian. Am J Phys Anthropol. 2017;163(3):446–461.

10. Bernardini F, Tuniz C, Coppa A, et al. Beeswax as Dental Filling on a 
Neolithic Human Tooth. 2012;7(9):e44904.

11. Grapow H, von Deines H. Grundriss der Medizin der Alten Ägypter. 
Berlin, Akademie-Verlag; 1954–1973.

12. Lindere J. Die Zahneilkunde nach ihrem neusten Standpunkte. Berlin; 
1851.

13. Sorel S. Procedure for the formation of a very solid cement by the action 
of chloride on the oxide of zinc. CR Hebd Seances Acad Sci. 1855;41:784–
785.

14. Smith DC. A new dental cement. Br Dent J. 1968;124(9):381–384.

15. Wilson AD, Kent BE. Surgical cement. British Patent. 1969;1(316):29.

16. McLean JW, Wilson AD. Fissure sealing and filling with an adhesive glass-
ionomer cement. Brit Dent J. 1974;136:269–276.

17. Mc Lean JW, Nicholson JW, Wilson AD. Proposed nomenclature for 
glass-ionomer dental cements and related materials. Quintesscence Int. 
1994;25:587–589.

18. Sidhu SK, Nicholson JW. A Review of Glass–Ionomer Cements for 
Clinical Dentistry. J Funct Biomater. 2016;7(16):1–15.

19. Jonck LM, Grobbelaar CJ, Strafing H. The biocompatibility of glass-
ionomer cement in joint replacement: bulk testing. Clin Mater. 1989;4:85–
107.

20. Dickey DK, Kehoe S, Boyd D. Novel adaptations to zinc–silicate 
glasspolyalkenoate cements: Then expected influences of germanium 
based glasses on handling characteristics and mechanical properties. J 
Mech Behaviour Biomed Mater. 2013;23:8–21. 

21. Atan A, Dere H, Yamur AR, et al. Results of ossicular chain reconstruction 
with glass ionomer cement in pediatric patients. Int J Pediatric 
Otorhinolaryngology. 2016;85:103–106.

22. Wilson AD, Kent BE. A new translucent cement for dentistry. Brit Dent J. 
1972;15:133–135. 

23. Nicholson JW. Adhesive dental materials–A review. Int J Adhes Dent. 
1998;18:229–236. 

24. Wilson AD, Crisp S, Lewis BG, et al. Experimental luting agents based on 
the glass ionomer cements. Br Dent J. 1977;15:117–122. 

25. Hill RG, Wilson AD, Warrens CP, et al. The influence of polyacrylic acid 
molecular weight on the fracture toughness of glass-ionomer cements. J 
Materials Sci. 1989;68(2):89–94.

26. Wilson NHF. Direct adhesive materials: current perceptions and evidence–
future solutions. J Dent. 2001;29:307–316. 

27. Wang Y, Darvell BW. Hertizian load-bearing capacity of ceramic-
reinforced glass iomomer cement stored wet and dry. Dent Mater. 
2009;25(8):952–955. 

28. Woodfine B, Clarke J, Billington RW. Glas ionoomers and standards. J 
Dent. 2006;34:614–622. 

29. Mortazawi SMJ, Paknahad M, Mortazav G. Effect of ionizing radiation on 
amalgam, composite and zirconomer based restorations. J Clin Diagn Res. 
2015;9(11):1–2.

30. Gu YW. Zirconia–glass ionomer cement–a potential substitute for Miracle 
Mix. Scripta Materialia. 2005;52:113–116. 

31. Wang Y, Darvell BW. Failure mode of dental restorative materials under 
Hertzian indentation. Dent Mater. 2007;23(10):1236–1244.

32. Shetty Ch. Comparative Evaluation of Compressive Strength of 
Ketac Molar, Zirconomer, and Zirconomer Improved. Sch Dent Sci. 
2017;4(6):259–261.

33. Piconi C, Maccauro G. Zirconia as a ceramic biomaterial. Biomaterials. 
1999;20:1–25.

34. Manicone PF, Rossi Iommetti P, Raffaelli L. An overview of zirconia 
ceramics: Basic properties and clinical applications. J Dent. 2007;35:819–
826.

https://doi.org/10.15406/jabb.2018.05.00161
https://www.ncbi.nlm.nih.gov/pubmed/16226806
https://www.ncbi.nlm.nih.gov/pubmed/16226806
https://www.ncbi.nlm.nih.gov/pubmed/16226806
https://www.ncbi.nlm.nih.gov/pubmed/24262396
https://www.ncbi.nlm.nih.gov/pubmed/24262396
https://www.ncbi.nlm.nih.gov/pubmed/24262396
https://www.ncbi.nlm.nih.gov/pubmed/24262396
https://www.ncbi.nlm.nih.gov/pubmed/28345756
https://www.ncbi.nlm.nih.gov/pubmed/28345756
https://www.ncbi.nlm.nih.gov/pubmed/28345756
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC3446997/
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC3446997/
https://www.persee.fr/doc/rhr_0035-1423_1961_num_159_1_7608
https://www.persee.fr/doc/rhr_0035-1423_1961_num_159_1_7608
https://www.ncbi.nlm.nih.gov/pubmed/4971671
https://www.ncbi.nlm.nih.gov/pubmed/4531974
https://www.ncbi.nlm.nih.gov/pubmed/4531974
https://www.ncbi.nlm.nih.gov/pubmed/7568709
https://www.ncbi.nlm.nih.gov/pubmed/7568709
https://www.ncbi.nlm.nih.gov/pubmed/7568709
https://www.ncbi.nlm.nih.gov/pubmed/27367737
https://www.ncbi.nlm.nih.gov/pubmed/27367737
https://www.sciencedirect.com/science/article/pii/0267660589900012
https://www.sciencedirect.com/science/article/pii/0267660589900012
https://www.sciencedirect.com/science/article/pii/0267660589900012
https://www.ncbi.nlm.nih.gov/pubmed/23648365
https://www.ncbi.nlm.nih.gov/pubmed/23648365
https://www.ncbi.nlm.nih.gov/pubmed/23648365
https://www.ncbi.nlm.nih.gov/pubmed/23648365
https://www.ncbi.nlm.nih.gov/pubmed/27240506
https://www.ncbi.nlm.nih.gov/pubmed/27240506
https://www.ncbi.nlm.nih.gov/pubmed/27240506
https://www.ncbi.nlm.nih.gov/pubmed/4501690
https://www.ncbi.nlm.nih.gov/pubmed/4501690
https://www.sciencedirect.com/science/article/pii/S014374969800027X
https://www.sciencedirect.com/science/article/pii/S014374969800027X
https://www.ncbi.nlm.nih.gov/pubmed/264788
https://www.ncbi.nlm.nih.gov/pubmed/264788
https://www.ncbi.nlm.nih.gov/pubmed/2918140
https://www.ncbi.nlm.nih.gov/pubmed/2918140
https://www.ncbi.nlm.nih.gov/pubmed/2918140
https://www.sciencedirect.com/science/article/pii/S0300571201000215
https://www.sciencedirect.com/science/article/pii/S0300571201000215
https://www.ncbi.nlm.nih.gov/pubmed/19327820
https://www.ncbi.nlm.nih.gov/pubmed/19327820
https://www.ncbi.nlm.nih.gov/pubmed/19327820
https://www.ncbi.nlm.nih.gov/pubmed/26675448/
https://www.ncbi.nlm.nih.gov/pubmed/26675448/
https://www.ncbi.nlm.nih.gov/pubmed/26675448/
http://scholarbank.nus.edu.sg/handle/10635/47011
http://scholarbank.nus.edu.sg/handle/10635/47011
https://www.ncbi.nlm.nih.gov/pubmed/17184833
https://www.ncbi.nlm.nih.gov/pubmed/17184833
https://pdfs.semanticscholar.org/a389/8f276e9437be6073ac97b5db4ed3b20f79c7.pdf
https://pdfs.semanticscholar.org/a389/8f276e9437be6073ac97b5db4ed3b20f79c7.pdf
https://pdfs.semanticscholar.org/a389/8f276e9437be6073ac97b5db4ed3b20f79c7.pdf
https://www.ncbi.nlm.nih.gov/pubmed/9916767
https://www.ncbi.nlm.nih.gov/pubmed/9916767
https://www.ncbi.nlm.nih.gov/pubmed/17825465
https://www.ncbi.nlm.nih.gov/pubmed/17825465
https://www.ncbi.nlm.nih.gov/pubmed/17825465

	Kupka
	Kupka
	Title
	Abstract
	Introduction 
	Methods
	Results and discussion 
	Conclusion 
	Acknowledgments 
	Conflict of interest 
	References 
	Figure 1
	Figure 2 


