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[IpuBeneHbI pe3yapTaThl UCCIACIOBAHUSI MUKPOCTPYKTYPhI OCCCBUHIIOBBIX CIJIABOB OJIOBO — ITUHK, TOJTy9YEHHBIX BBI-
COKOCKOPOCTHOMN KPHCTAILTH3AIIEIl PH CKOPOCTH oXIaxaeHus He Menee 10° K/c. B cruaBax 010Ba  IIMHKA C KOHICH-
tpamsivu 1,2—-2,0 mac. % Zn u 1,5 mac. % Sn COOTBETCTBEHHO NMPH BHICOKOCKOPOCTHOM OXJIAXKICHUH PACIIiiaBa IPOUCXO-
JTUT 3aXBarT JISTHPYIOIETo deMenTa. OOpa3oBaHHbBIC TBEPBIC PACTBOPHI SBIISIOTCS MEPECHIIICHHBIMHU U TPH KOMHATHOM
TeMIIepaType pacragaroTcs Mo MeXaHH3My 00pa30oBaHM M POCTa 3apofsllieil HOBoH (a3pl. CpeqHuil pasMep BBIC-
JICHUH IIMHKA W OJIOBA ITOCIJIC BBIACPKKHU (DOJNBIH B TEUCHHE ABYX CYTOK He mpeBwimaeT 0,5 MkM. PacmiaBel cocTaBoB
Sn — 4,4-15,0 mac. % Zn mocie BBICOKOCKOPOCTHOTO OXJIAXKICHUS SBIAIOTCS MEPEOXJIaKICHHBIMH U TTEPECHIIICHHBIMI
JBYMSI KOMIIOHEHTAMH{ ¥ UCTIBITHIBAIOT CIIMHOJAIBHBIN pacmaj (pacciioeHne) ¢ MOCIeAYIOMNUM 00pa30BaHUEeM MEePeChI-
IICHHBIX TBEP/IBIX PACTBOPOB HA OCHOBE 0JI0BA M ITMHKA, KOTOPBIE PACIaAaloTCs MPH KOMHATHOW Temmeparype. Cpeaauit
pa3mep BBIIEICHUI IMHKA B HEPAaBHOBECHOM 3BTEKTHKE HE MPEBBIIIAaeT 2 MKM. B OpicTpo3arBepaeBmux (oaprax cra-
BOB, comepxanmx 50—80 mac. % Zn, popmupyercs AByxdas3Has CTPyKTypa U3 TBEpPAbIX PACTBOPOB Ha OCHOBE OJIOBA
u nuHKa. Cpeqanii pa3mep BBIICICHUH 0J10Ba HE mpeBbImaeT | MkM. [1o Mepe nepemenienns ppoHTa KPUCTAIUIN3ALNH OT
MTOBEPXHOCTH KOHTAKTA (POJBTH C IOBEPXHOCTHIO KPUCTAIIIM3ATOPA MIPOUCXOIAT YKPYITHEHNE YACTHUI] OJIOBA M YMEHBIIIE-
HHUE yAeTbHON TTOBEPXHOCTH MEX(a3HOH TPaHUIIBL.
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The results of the study of the microstructure of lead-free alloys of the tin — zinc system obtained by rapid solidifica-
tion at a cooling rate of at least 10° K/s are presented. In tin and zinc alloys with concentrations of 1.2-2.0 wt. % Zn and
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1.5 wt. % Sn, respectively, during rapidly cooling of the melt, the alloying element is captured. The formed solid solutions
are supersaturated and at room temperature disintegrate according to the mechanism of formation and growth of nuclei of
anew phase. The average size of zinc and tin precipitates after holding the foil for two days does not exceed 0.5 um. Melts
of compositions Sn —4.4—15.0 wt. % Zn after rapidly cooling are supercooled and supersaturated by two components and
experience spinodal decomposition (stratification) followed by the formation of supersaturated solid solutions based on tin
and zinc, which disintegrate at room temperature. The average size of zinc precipitates in non-equilibrium eutectic does not
exceed 2 um. In rapid solidificated foils of alloys containing 50—80 wt. % Zn, a two-phase structure is formed from solid
solutions based on tin and zinc. The average size of tin precipitates does not exceed 1 um. As the crystallisation front moves
away from the contact surface of the foil with the surface of the mold, the tin particles become larger and the specific surface
of the interphase boundary decreases.

Keywords: rapid solidified alloys; tin; zinc; supersaturated solution; microstructure; eutectic.

Introduction

Lead-free tin — zinc alloys are used in various industries. They have found application as protective coatings
with a thickness of several tens of micrometers. Numerous solders have been developed based on the alloys of
the tin — zinc system (for example, alloys of the tin — zinc brand, in which the concentration of components varies
from 10 to 90 %). Tin- and zinc-based alloys are also widely used in foundry, mechanical engineering, etc. [1].

In recent decades, increased attention has been paid to the crystallisation of materials under non-equilib-
rium conditions. The problem of zinc crystallisation was described in the works [2—6]. Methods of obtaining
materials under non-equilibrium conditions include laser and plasma treatment, ion implantation, as well as rapid
solidification, at which the liquid cooling rate reaches 10° K/s [7; 8]. The structure of materials, as well as proper-
ties, can differ significantly compared to materials obtained under equilibrium conditions, which is noted in
the works [8; 9], etc.

In this regard, the manufacture of solders based on this system in the form of rapidly solidified foils is of
undoubted interest. The quality of the products depends on the chemical composition and structure formed
during crystallisation [7]. The solidification of alloys at rapidly cooling rates from the melt in the form of foils
makes it possible to create a structure significantly different from the structure of massive alloys manufactured
using traditional technologies [10].

Unfortunately, there are very few works devoted to the study of crystallisation of zinc with tin under non-equi-
librium conditions, and work is mainly carried out in areas of low concentrations of components, including
eutectic compositions, which is reflected in the experiments described in the works [11-14]. Nevertheless, the
study of phase formation during high-speed solidification of tin — zinc alloys at concentrations of zinc and tin
in wide ranges has scientific and practical significance, which determines the relevance of the work.

Experimental procedures

Alloys of the tin — zinc system are obtained by fusing components having a purity of at least 99.99 %.
To obtain rapidly solidified foils, a piece of alloy weighing ~0.2 g was melted, and then a drop of melt was
injected onto the inner polished surface of a rapidly rotating copper cylinder (rotation speed 25 rpm), spread on
the surface of the mold and solidified in the form of a thin foil. Foils with a thickness from 30 to 80 um were
used for the study. The melt cooling rate was 10°~10° K/s [15].

The study of the microstructure of rapidly solidified foils was carried out using a LEO-1455VP scanning
electron microscope (Carl Zeiss, Germany), which has an attachment for X-ray spectral microanalysis, and
a Ultima IV X-ray diffractometer (Rigaku, Japan) with a copper anode. The diffractograms of the studied sam-
ples were recorded at speeds of 0.5-2.0 deg/min. The Akl diffraction reflection indices of the studied alloys
were determined from the International Centre of Diffraction Data databases (PDF-2, PDF-4).

Measurements of the parameters of the elementary cells of the crystal lattice were carried out in accordance
with the positions of the diffraction lines belonging to tin and zinc. The relative error in determining the dif-
fraction lines was no more than 0.01 %:

‘A—d‘ = |ctg6A0 ,
d
where d is the interplane distance, pm.

Microhardness measurements were carried out on the PMT-3 device (JSC «kLOMO», Russia) with an error
of up to 4 %. In order to study the effect of exposure at room temperature with the establishment of various
processes, the rapidly solidified foils were subjected to natural aging. A series of experiments were conducted
to measure the parameters of the unit cell over time after receiving the foil (after 15 min).
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Results and discussion

When studying the process of structure formation during rapid solidification of tin — zinc alloys, it is advisable
to divide them into three groups: 1) tin and zinc alloys with a low concentration of alloying elements; 2) eutectic
alloy, and alloys whose compositions are close to eutectic; 3) other alloys in which the concentrations of tin and
zinc are comparable [16].

Rapidly solidified foils of double alloys with a small concentration of alloying elements Sn — 1.2-2.0 wt. % Zn
and Zn — 1.5 wt. % Sn after manufacture and exposure at room temperature have a two-phase structure (fig. 1).
In foils of the Sn — 1.2-2.0 wt. % Zn alloy, dark zinc precipitates are formed, and in foils of the Zn — 1.5 wt. % Sn
alloy, light tin precipitates are formed. The average size of the precipitates of the second phase after exposure
for 2 days after their manufacture does not exceed 0.5 um. There is no formation of dendrites and lamellar zinc
precipitates in the foils.

Fig. 1. Microstructure of rapidly solidified foils
of Sn — 1.2 wt. % Zn (a) and Zn — 1.5 wt. % Sn (b)

The formation of the observed microstructure is due to the fact that when cooling at a high rate of the main
phase, the capture of alloying elements occurs. As a result, solid solutions based on tin and zinc are formed.
Since the maximum solubility of zinc in tin and tin in zinc in the solid state does not exceed ~0.36 at. % [16],
then solid crystalline solutions are supersaturated and have an increased value of free energy F. The room
temperature for tin and zinc is high. Therefore, diffusion processes are actively occurring in supersaturated
solid solutions [17]. Due to energy and concentration fluctuations, the decomposition of supersaturated solid
solutions occurs through the formation and growth of nuclei [18]. The formation of the nuclei of a new phase
is heterogeneous and occurs mainly in places (dislocations, grain boundaries, crystalliser surface) with an ex-
cess of free energy. The decay of supersaturated solid solutions is confirmed by a change in their crystal lattice
parameters (table 1).

Table 1

Parameters of the crystal lattice of tin alloys Sn — 1.2-2.0 wt. % Zn
and the crystal lattice of zinc alloy Zn — 1.5 wt. % Sn

Crystal lattice parameter, nm

State of the rapidly solidified alloy
Sn—1.2wt. % Zn Sn—2.0wt. % Zn Zn—1.5wt. % Sn
Alloy foil cured
0.5827 0.5824 0.4952 for 3 h after fabrication
Alloy foil cured
0.5828 0.5827 0.4945 for 50 h after fabrication
0.5828 0.5828 0.4944 Unalloyed tin and zinc foils

The radius of the tin atom is greater than the radius of the zinc atom [19]. Therefore, the parameters of the
crystal lattice of a solid solution of tin decrease, and zinc increase with rapid crystallisation. Exposure of foils
for 50 h at room temperature leads to an increase in the parameters of the crystal lattice of tin, and to a decrease
in the parameter of the crystal lattice of zinc. Thus, rapidly solidified tin and zinc alloys containing a small
amount of alloying elements, after manufacture and exposure at room temperature, consist of solid solutions
of tin and zinc, and dispersed particles of alloying elements.

Consider the crystallisation of tin — zinc alloys with a concentration of components close to eutectic (the se-
cond group of alloys). Image of the microstructure of rapidly hardened foils of hypoeutectic Sn —4.4 wt. % Zn,
eutectic Sn — 8.8 wt. % Zn and hypereutectic Sn — 15 wt. % Zn of alloys after exposure for 3 days is shown

50



Du3NKa KOHAEHCHPOBAHHOTO COCTOSTHUS
Condensed State Physics

in fig. 2. On a light background corresponding to a solid solution of tin, dark dispersed zinc particles are ob-
served. They have an equiaxial shape. The distribution of the chords of random secant zinc particles in the
cross-sections in the rapidly solidified foils of these alloys are the same [20], which indicates the same nature
of the crystallisation process in them. A non-equilibrium eutectic with a globular structure is formed [21].
Zinc particles precipitated near the surface A of the foil in contact with the crystalliser are more dispersed
than in the volume adjacent to the opposite surface B of the foil, which is associated with a decrease in super-
cooling of alloys as they move away from the surface 4. The average length of the chords d,, does not exceed
1 wm. The volume fraction of zinc V7, increases, and the specific surface of Sy;p; decreases with increasing

distance from the surface 4 of the foil (fig. 3).

Fig. 2. Microstructure of rapidly solidified foils of hypoeutectic (Sn — 4.4 wt. % Zn) (a),
eutectic (Sn — 8.8 wt. % Zn) (b) and hypereutectic (Sn — 15 wt. % Zn) (c) alloys
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Fig. 3. Dependence of the volume fraction
of zinc V,, (1), the average length of chords d,, (2)
and the specific surface of Sypg (3)
of the Sn — 15 wt. % Zn alloy foil
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The supercooling of the melt during rapidly cooling is at least 100 °C. Therefore, supercooled melts have

a temperature below the eutectic. In this case, the liquid is not only supercooled, but also supersaturated with

both components [22]. The dependence of free energy on the concentration of F (c) has a W-shaped form, and
2

its second derivative is e < 0. The supersaturated liquid solution disintegrates by the spinodal mechanism
c
as a result of numerous small fluctuations [23], in which two supersaturated solutions based on tin and zinc are

formed. The formation of a supersaturated solid solution based on tin is confirmed by a change in the parame-
ters of the crystal lattice of tin (table 2) depending on the exposure time at room temperature.

Table 2
Tin lattice parameters (2 and c) for Sn — 8.8 wt. % Zn depending on holding time
Tin lattice Holding time, h
parameters, pm 2 3.5 5 6 26 29 31
a 0.5823 0.5823 0.5824 0.5825 0.5825 0.5826 0.5826
c 0.3178 0.3179 0.3179 0.3180 0.3181 0.3182 0.3182

Alloys Sn — 60 wt. % Zn and Sn — 80 wt. % Zn belong to the third group. The microstructure of the foil
layers adjacent to the surface 4 of the specified alloys, kept at room temperature for 3 days, is shown in
fig. 4. There are light highlights having an equiaxed shape on a dark background. X-ray spectral microanalysis
showed that the dark areas are enriched with zinc, and the light ones are enriched with tin. The average length
of the chords of random secant tin particles in the studied alloys is fractions of a micrometer.

Only diffraction reflections of tin and zinc are observed on the X-ray of the foil of the alloy Sn — 60 wt. % Zn
(fig. 5). Diffraction reflections of other phases were not detected.

Fig. 4. Microstructure of foil layers adjacent to surface 4
for Sn — 60 wt. % Zn (a) and Sn — 80 wt. % Zn (b)
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Fig. 5. X-ray pattern of Sn — 60 wt. % Zn foil
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The distribution of phase precipitation on the cross-section of the alloy foil Sn — 80 wt. % Zn, shown in
fig. 6, is inhomogeneous. In the foil layer adjacent to the surface 4 with a thickness of 15-20 um, more dis-
persed tin precipitates are formed than in the rest of it. The dependence of the average length of the chords
of random secant tin particles on the sections dg, monotonically increases (fig. 7), and the dependence of the
specific surface of the interfacial boundaries S,;p; monotonically decreases with distance from the surface 4.

Fig. 6. Microstructure of the cross section
of the Sn — 80 wt. % Zn alloy foil
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Fig. 7. Dependence of the microstructure parameters on the distance
to the surface A4 in the rapidly solidified foil of the Sn — 80 wt. % Zn:
the average chord of random secants on the sections of tin dg, (1)
and the specific surface of the interfacial boundaries Sy;pg (2)

This character of change in dg, and Sy is due to the fact that during crystallisation, the layer adjacent to
the surface 4 has a supercooling of more than 100 °C, and releases heat, which reduces the supercooling of
more distant layers to several degrees [15], which contributes to the formation of larger precipitates.

During annealing of the fast-hardened foil of the Sn — 80 wt. % Zn alloy, the change in the interplane distances
for tin and zinc (table 3) is within the measurement error.
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Table 3
The effect of annealing on the interplane distances d (A)
of tin and zinc crystal lattices in the alloy Sn — 50 wt. % Zn
Diffraction lines Sn Diffraction lines Zn
Annealing conditions —

420 411 0004 2020
The initial state 1.304 7 1.293 5 1.237 8 1.1551
Within 60 min at 50 °C 1.305 1 1.293 6 1.2377 1.1551
Within 120 min at 50 °C 1.305 3 1.293 7 1.2377 1.1552
Within 60 min at 150 °C 1.305 3 1.293 7 1.2377 1.1551

The absence of changes in the parameters of the crystal lattices of tin and zinc is explained by the fact that
after supercooling of the melt, its temperature is higher than the eutectic temperature. The subsequent solidi-
fication of the alloy occurs at a lower cooling rate in the region of higher temperatures than alloys of the first
and second groups.

Conclusions

Thus, according to the results of the study of the microstructure of lead-free tin — zinc alloys obtained by
rapid crystallisation, the following conclusions can be drawn.

1. During the rapid crystallisation of alloys with a small concentration of alloying elements (Sn— 1.2—2.0 wt. % Zn
and Zn — 1.5 wt. % Sn) the capture of alloying elements and the subsequent decomposition of supersaturated solid
solutions occurs; the average length of the chords of random secants on zinc sections does not exceed 0.5 wm.

2. Rapid crystallisation of alloys whose composition is close to eutectic occurs as a result of spinodal de-
composition of supercooled and supersaturated liquid solution, and subsequent decomposition of supersaturated
solid solutions; the average length of random secant chords on zinc sections does not exceed 1 um.

3. In alloys containing 60—80 wt. % Zn, tin precipitates are formed, having an equiaxed shape, the average
chord of which does not exceed 1 pum.
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