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In this paper the effect of the addition of Li,O on the crystallization behavior of
PbO-B,03-Zn0O glass was investigated by the differential thermal analysis (DTA) and
X-ray powder diffraction (XRPD) methods. The crystallization ability, as well as the crys-
talline phases which develop during devitrification of the glass were examined. The results
of DTA and XRPD analysis showed that the addition of Li,O varies the sequence of the
crystallization as well as the phase composition of the crystalline phase. The glasses with
Li,O crystallize at a lower temperature (360 °C) with 4Li,0-4Zn0O-3B,05 as the major
crystalline phase. The base PbO-B,03-ZnO glass crystallizes at 480 °C with
PbO-2Zn0O-'B,05 as the major crystalline phase.
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INTRODUCTION

Low-melting oxide glasses with a high content of lead are widely used in various
fields of technology. In recent years considerable attention has been paid to their use in
electronics and microelectronics (solder or sealing glasses, thick film capacitors and re-
sistors, efc.) because of their thermal stability.!-2

The basis for the development of these glasses are the PbO-B,03-SiO, and
PbO-B,03-Zn0O glassy systems. In order to improve the physicochemical and electrical
characteristics, a small amount of different oxides (Na, Li, B, Cu, Al, etc). are usually
added to the denoted ternary systems.28

The basic data of these glasses can usually be found in the patent literature, but sys-
tematic investigations of their properties especially their ability to crystallize are rare.

The purpose of the present study was to determine the effect of the addition of small
amounts of LiyO on the crystallization behavior of PbO-B,03-ZnO glass. The crystalli-
zation ability, as well as the crystalline phases which develop during devitrification of the
glass were examined by the DTA and XRPD methods.
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EXPERIMENTAL

Four glasses with different amounts of Li,O were chosen for study. The chemical composi-
tions of the glasses are given in Table 1.

TABLE I. Composition of the synthesized glasses w;, (wt. %)

. Glass
Oxide
1 2 3 4
PbO 66.6 66.3 66.0 65.3
B,03 17.6 17.5 17.4 17.2
ZnO 15.8 15.7 15.6 15.5
Li,O — 0.5 1.0 2.0

The glasses were prepared by the standard procedure of melting previously homogenized
mixtures of reagent grade Pb;04, H3BO3, ZnO and Li,COj5 in a zirconia crucible. Melting was per-
formed in a laboratory electric furnace at 1100 °C for 2 h. The melts were quenched in air by pouring
into a 50 mm diameter steel mould. The X-ray diffraction patterns of the obtained samples showed
that no crystalline phases were formed.

The DTA curves of glass powder (granulation DIN 100) were recorded in air at a heating rate
of 10°C min"!. A“MOM” - Hungary differential thermal analyser, with a- Al,05 powder as the refer-
ence material, was used.

The powder X-ray diffraction data were collected by the step-scan procedure with an auto-
matic powder diffractometer Philips PW1710 using the graphite-monochromated CuKa radiation.

The crystallization ability of the synthesized glasses was determined by the method of contin-
uously cooling the glass melts at low rates,? as well as by the isothermal treatment of the glass sam-
ples at 360, 480, 570 and 720 °C for different times up to 24 h (“rapid quenching method”). The
quoted temperatures were chosen on the basis of previously performed DTA of the PbO-B,03-ZnO
glasses.> ! The glass samples previously prepared by the ASTM 829-81 procedure were placed into
platinum crucibles and put into furnace (# = 800 °C). After one hour the furnace was turned off and
samples inside were cooled to room temperature.

The isothermal experiments were carried out by the heating of the glass samples placed in the
platinum crucibles at the chosen temperature at different time. After heating the samples were
quickly transfered out of furnace and then cooled in the air. The obtained samples were then analyzed
by XRPD.

RESULTS AND DISCUSSION

The DTA curves of glasses 1, 2 ,3 and 4 are presented in Fig. 1. The transition
temperature Zy, temperature of crystallization peaks 7. and 7. |, melting temperature
and #y, 1 and flow temperature ¢¢ for the glasses 1, 2, 3 and 4 determined from the DTA
curves in Fig. 1 are given in Table II.

On the basis of the obtained results for the transition and flow temperature of the
glasses it is obvious that increasing the LipO content leads to a decrease in the transition
and flow temperature.

The results obtained by the method of continuously cooling the glass samples at a

low rate showed that all the investigated glasses have a small tendency to crystalliza-
tion. Only glass 1 (base glass) crystallized during the experiment. The X-ray diffraction
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Fig. 1. DTA curves of glass samples 1, 2, 3 and 4; £, transition temperature, /. and /. j, temperature

of the crystallization peak; #, and #y, j, melting temperature, #;, flow temperature.

pattern of glass sample 1 is shown in Fig. 2. No crystalline phases were detected in the
glasses 2, 3 and 4 (glasses with Li,O).

TABLE II. Transition temperature, temperature of the crystallization peak, melting temperature and
flow temperature of glasses 1, 2, 3 and 4

Glass t,°C t.°C t.1°C 1 °C £1°C 1
1 340 480 - 580 630 650
2 320 400 490 530 580 630
3 300 360 490 530 588 624
4 290 360 460 500 - 612

Analysis of the diffraction patterns of the partially crystallized glass samples 1,
showed that the glass phase is dominant. The crystalline phase is present in a very small
amount. However, 3ZnO - B,O3 (JCPDS-27-983) was determined as the possible crys-
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Fig. 2. X-ray diffraction pattern of the glass sample 1 (continuous cooling of the glass melt at a low

rate).

talline phase. It should be noted that, owing to the very small amount of crystalline ma-
terial and the presence of very big humps of the glass phase which overlap reflections,
unambiguous phase identification was very difficult.

The results of the XRPD analysis of the isothermally treated samples are summa-
rized in Table IIL.

TABLE III. Results of the XRPD analysis of the isothermally treated glass samples

Glass Temperature/°C Time/h Crystalline phases identified”
1 360 2-24 -

480-570 2-24 PbO-2Zn0"B,05!
2PbO-Zn0"B,05?

630-720 2-24 no crystals

2,3 and 4 360 2-24 4Li,0-4Zn0-3B,0;43

Li,0-2Zn0-B,05*

480-570 2-24 Li,0-2Zn0'B,0;3

630-720 2-24 no crystals

*JCPDS 19-709'; JCPDS 19-711%; JCPDS 36-638": JCPDS 20-1443*

The X-ray diffraction patterns of the isothermally treated glasses 1 and 4 at 360 °C
and 480 °C are shown in Figs. 3, 4 and 5.

Glass sample 1 (base glass), thermally treated for 224 h at 480-580 °C, crystal-
lized with PbO-2ZnO-B,0O3 as the main crystalline phase. The presence of the
2Pb0O-Zn0O-B,03 crystalline phase was also detected in the samples. Analysis of the
X-ray diffraction patterns shows that the glass phase is dominant in sample 1. The crys-
talline phases are present to a small extent even after 24 h of thermal treatment of glass
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Fig. 3. X-ray diffraction pattern of the glass sample 1 thermally treated at 480 °C for 24 h.

sample (Fig. 3). The existence of these phases in the PbO-B,03-ZnO system was
previously described by Lee et al.10 and Petzoldt.!2

The glasses 2, 3 and 4 with LiO were crystallized at 360 °C for 2-24 h with
4Li,0-4Zn0-3B,03 being the crystalline phase in all the samples. In addition, all samples
thermally treated at 360 °C for 24 h showed different reflections of other crystalline
phases. Because of the overlapping and the very small content, identification of the crys-
talline phase was not reliable, but Li,O-2Zn0O-B,0O3 was tentatively identified (Fig. 4).

The glasses 2, 3 and 4 thermally treated at 480 °C for 2-24 h crystallized with
Lip0-2Zn0-B,03 as the crystalline phase (Fig. 5). As in the glass sample 1, the detected
crystalline phase is present to a small extent even after 24 h of thermal treatment of the
samples 2, 3 and 4. The glass phase is dominant in all samples.

The glass sample 1 (base glass), thermally treated for 2—24 h at 630-720 °C and
glass samples 2, 3 and 4 (with Li,O) thermally treated for 2—24 h at 520—720 °C did not
crystallize.

Considering the results of DTA and XRPD analysis, it can be concluded that:
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Fig. 4. X-ray diffraction pattern of the glass sample 4 thermally treated at 360 °C for
2 h(a) and 24 h (b).

— The exothermic effect observed on the DTA curve 1 for glass 1, in Fig. 1, corre-
sponds to the formation and crystallization of PbO-2Zn0O-B,03 and 2PbO-Zn0O-B,03
with the temperature of the crystallization peak, 1, =480 °C. The shape of this peak indi-
cates the crystallization of two phases.

— As expected, two endothermic peaks which corresponds to the melting of
PbO-2Zn0O-B,03 and 2PbO-ZnO-B,03 are observed with melting temperature f,, =
580 °C and #,1 = 630 °C. The difference in the size of the exothermic peak and the two
endothermic peaks confirms the assumption that these two phases were formed.
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Fig. 5. X-ray diffraction pattern of the glass sample 4 thermally treated at 480 °C for 2 h (a) and 24 h (b).

— With glasses containing Li>O, new crystalline phases were formed. For glasses 2, 3
and 4, the first exothermic peak corresponds to the crystallization of the
4Li,0O-4Zn0-3B,03 phase, and the second exothermic peaks to the crystallization of the
Li,O-2Zn0-3B,03 phase. The observed endothermic peaks correspond to the melting of
these phases. The sizes of these endothermic peaks are similar to the sizes of the exothermic
peaks. This fact indicate that 4Li,O-4ZnO-3B,03 and Li,O-2Zn0-3B,05 are formed dur-
ing the synthesis of glasses 2, 3 and 4.

— The temperature of the crystallization peak for 4Li,O-4ZnO-3B,03 decreases with
increasing Li>O content. Thus, for the glass 4 the temperature of the crystallization peak is
360 °C (t). This trend of the crystallization peak also appears with LiyO-2Zn0O-3B,03 and
in this case, the temperature of the crystallization peak is 460 °C (%, 1) for glass 4. For glass 4
the intensity of the diffraction patterns and the size of the crystallization peaks indicate that
only small quantities of the crystalline phases are present.

CONCLUSION

The effect of the addition of LipO on the crystallization behavior of
PbO-B,03-Zn0O glass was investigated in this study.

On the basis of the obtained results it may be concluded that the addition of small
amounts of Li,O causes the sequence of crystallization and the phase compositon of the
crystalline phase formed during crystallization to vary. The glasses containing LiO



898 ZIVANOVIC et al.

crystallize at a low temperature (360 °C) with 4Li,0-4Zn0-3B,03 being the main crys-
talline phase. The base glass 1 (without LiO) crystallize at a higher temperature
(480 °C) with PbO-2Zn0O-B,03 being the main crystalline phase. Increasing the Li,O
content leads to a decrease in the transition temperature and the flow temperature.

The changes in the crystallization behavior may be explained by the influence Li,O
exerts on the PbO-B,03-Zn0O glass network structure. As a modifying oxide, LiO weak-
ens the base glass network structure, and induces the atomic rearrangement necessary for
the formation of the compounds 4Li»0-4Zn0O-3B,03 and LiyO-2Zn0O-3B,03 during the
synthesis of the glasses with LiO which crystallized during thermal treatment.

U 3 B O [

PACTAKJ/BUBAIBE PbO-B>03-ZnO CTAKITA CA TOJATKOM Li;O

BJIIAJITUMMP 1. KMBAHOBWR', HUKOJIA C. BJIATOJEBUR?, CHEXXAHA P. TPYJUR?,
JbUJbAHA Y. KAPAHOBUR® 1 BPAHUCIIABA P. BOXXOBUR?

1HHCLﬁuu7yu7 30 WeXHOAOZUJY HYKACAPHUX U OPYZUX MUHEPAAHUX cuposund, Ppanute 0’ Etiepea 86, 11000 Beozpao,
zTexumwuuco-MezTAaﬂypmxu akyaitieit, Kapnezujesa 4, 11000 beozpao u 3Py()apcxo-ée(momlcu akyaitiett,
Bywuna 7, 11000 Beozpao

Y oBoM pafy MeTOOM AU epeHLHjalHO-TEPMUjCKE aHAIN3€ U PEHArEHCKe nudpa-
KTOMETpHje IIpaxa UCIUTUBAH je yTHlaj fofaTka LixO Ha kpucranuzanyjy PbO-B203-ZnO cra-
kna. PesynaraTu ucnutuBama cy HOKasaid fa yBobewe Manux KonuuyuHa LioO y OCHOBHO
PbO-B203-ZnO crakjo Memwa TOK KpucTanusauuje u (asHu cacrap Kpucranse gasze. Crakna
Koja capgpxe LipO kpucranuiny Ha Hiskoj Temmepatypu (360 °C) y3 m3aBajame 4Li0-4Zn0-3B203
Kao ocHoBHe (paze. OcHoBHO PbO-B203-ZnO crakio KpHCTaJWIle Ha BUIIO] TeMIepaType
(480 °C) y3 m3nBajame PbO-2Zn0-B203 kao kpucraiHe dase.

(Ipumsbeno 13. jyHa, pesugupano 13. okro6pa 2000)
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