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a b s t r a c t

The thermodynamic properties of liquid (Au–Sb–Sn) alloys were studied with an electromotive force
(EMF) method using the eutectic mixture of KCl/LiCl with addition of SnCl2 as a liquid electrolyte. Activ-
ities of Sn in the liquid alloys were measured at three cross-sections with constant molar ratios of
Au:Sb = 2:1, 1:1, and 1:2 with tin in the concentration range between 5 at.% and 90 at.% from the liquidus
of the samples up to 1073 K. The integral Gibbs excess energies and the integral enthalpies at 873 K were
calculated by Gibbs–Duhem integration. Additionally liquid Au–Sb alloys have been measured at 913 K
with the EMF method as no reliable data for the Gibbs excess energies have been found in literature.
The eutectic mixture of KCl/LiCl with addition of SbCl3 has been used as an electrolyte for the measure-
ments. The Gibbs excess energies from the (Au + Sb) system were necessary for the integration of the
thermodynamic properties of the ternary (Au + Sb + Sn) system.

� 2012 Elsevier Ltd. All rights reserved.

1. Introduction

Many investigations have been done on the field of lead-free
solder alloys as it is well known that lead has many toxic effects
to the human body. Symptoms of lead poisoning are described
e.g. in [1–4]. Lead is one of the six substances that are restricted
by the RoHS directive, which has been adopted by the European
Union in February 2003 [5]. As there are only few replacements
available for high-temperature lead-free solders, there are still
many exemptions from the RoHS directive for lead containing
solders [6]. The (Au + Sn) system shows many possibilities and
has been well investigated in the last decades [7–16]. Eutectic
Au80Sn20 (wt.%) solders are widely used for high-temperature
applications for optoelectronics such as laser diodes and photodi-
odes because of their good creeping properties and high tensile
strength. They are also used in flip-chip technology [17]. As the
tin-rich eutectic solder is not used in joining technology due to
embrittlement of the solder connection [18], the costs for using
the gold-rich solder are high. Beside the high costs another disad-
vantage of the eutectic Au80Sn20 (wt.%) solder is that it is only
partially able to compensate thermomechanical stress. Hence Sb
may be added to Au–Sn solders to improve their thermomechani-
cal behavior and to reduce cost.

Measurements were carried out for three cross-sections with
constant ratios of Au–Bi = 2:1, 1:1, and 1:2. The partial
thermodynamic properties were calculated from the EMF data. The
Gibbs–Duhem integration was carried out to determine the inte-
gral thermodynamic properties of the entire ternary system.

Also the (Au + Sb) system has been investigated with the EMF
method as no reliable data for the Gibbs excess energies were
found. Kameda et al. [19] have measured the EMF in 1974 but de-
scribed their values at antimony content Sb = 20 at.% as unstable.
As values for low contents of antimony have high influence on
the thermodynamic properties, no definite integration of his activ-
ities is possible to get reliable Gibbs excess energies for the starting
values needed for the integration of the partial properties of the
(Au + Sb + Sn) system. Additionally Kamedás data were described
as erroneous in literature by Hayer et al. [9] and Kim et al. [20]. En-
thalpy of mixing values from Kamedás EMF measurements in the
(Au + Sb) system were calculated by Hino et al. [21] and reported
by Okamoto et al. [22]. Values were found to be highly exothermic
with a strong dependence of temperature. In contrast Hayer et al.
could proof with a couple of calorimetric measurements [9] over
a wide temperature range that the integrated enthalpies of mixing
are only slightly exothermic and not temperature dependent. So
the EMF data of Kameda are not expected to deliver reliable data
for further use.

2. Experimental

The Au–Sb–Sn and Au–Sb alloys for the measurements were
prepared from high purity metals using tin ingots with a purity
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of 99.999%, a gold sheet with a purity of 99.95% and antimony
pieces with a purity of 99.9999%. Tin and antimony were products
from Johnson Matthey GmbH, Germany, gold was a product from
Ögussa, Austria. Antimony was cleaned by melting under vacuum
above quartz wool to remove oxides from the surface. The other
metals were used without any further purification. The metals
were sealed into quartz capsules under vacuum and melted
together at 1073 K. After one week, the alloys were quenched in
ice water.

The liquidus of the alloys was then determined by differential
thermal analysis (DTA) to identify the temperature range for the
emf measurements. Thermal analyses were performed on a 404S
DTA instrument (Netzsch, Germany), equipped with type S ther-
mocouples (Pt/Pt-10 wt.% Rh). Samples weighing 200 mg to
300 mg were used for the DTA measurements. The DTA instrument
was calibrated using high-purity metals Au, Sb, and Sn as standards
to establish internal calibration. Evacuated, sealed quartz tubes
were used for the measurements to avoid oxidation of the alloys.
Two heating and cooling curves were recorded with a heating
and cooling rate of 5 K �min�1. For all compositions the mean
values of the liquidus were calculated from the two heating curves
and are given in table 1.

The activity of tin in the alloys was determined by an EMF
method using a liquid electrolyte. The electrolyte consisted of the
eutectic mixture of KCl (purity 99.5%) and LiCl (purity 99%) with
addition of 0.5 at.% SnCl2 (purity 98%). Cleaning of the electrolyte
and assembly of the EMF cell are described in Ref. [23]. A very de-
tailed description of the cell and the setup is also given in Ref. [24].
Measurements were carried out on heating and cooling with a rate
of 10 K � h�1.The cooling curve was taken to evaluate the thermo-
dynamic properties of this system.

To avoid sublimation of SbCl3 during EMF measurements in the
(Au + Sb) system the purified electrolyte, containing the eutectic
mixture of LiCl and KCl, was mixed with a small amount of SbCl3,
sealed under quartz glass and tempered at 383 K for two month,
to get stable compounds, that will not evaporate during the heat-
ing phase of the EMF cell. The measurements have been done at
913 K to be sure that the reference was liquid. EMF values were
stable for more than one hour. At higher temperatures again the
problem of evaporation occurred. As the values at 913 K were suf-
ficient for the integration of the Gibbs excess energy the author did
not repeat the measurements at higher temperatures as the exper-
iments were very time consuming.

3. Theory and calculations

In order to determine the activities of tin in the (Au + Sb + Sn)
system the following cell arrangement was used:

W;SnðlÞ=KCl—LiCl—SnCl2=Au—Sb—SnðlÞ;W

For the determination of the antimony activities in the (Au + Sb)
system the cell has been changed to:

W;SbðlÞ=KCl—LiCl—SnCl3=Au—SbðlÞ;W

There are several conditions that must be satisfied to achieve
accurate EMF measurements. The charge of the electropositive
ion Men+ has to be known exactly, and Men+ should be the only
charge transfer through the electrolyte and the only reaction on
the surface of the electrodes. The electrical conduction through
the electrolyte should be purely ionic. No reaction of the elec-
trode and the electrolyte with the apparatus should occur. Con-
centration changes of the electrodes and the electrolyte during
the measurement must be taken into account. During the EMF
measurement, no electricity should pass through the cell, which
can be achieved by using a voltmeter with an input impedance
of more than 1010 Ohm. At higher temperatures, for KCl–LiCl at
1123 K, the electrolyte can exhibit some electrical conductivity,
so this should be the upper temperature limit for the EMF
measurement.

Under reversible conditions the Gibbs free energy change for
the reaction in the (Au + Sb + Sn) system is given by

DGSn ¼ �z � F � E ¼ RT � ln aSn; ð1Þ

where z is the number of exchanged electrons, F is the Faraday con-
stant (96,485 C �mol�1), E is the electromotive force in volt, R is the
universal gas constant (8.3145 J � K�1 �mol�1), T is the temperature
in Kelvin, and aSn is the thermodynamic activity of tin in the ternary
alloy. As reference electrode, pure tin was used. For all measured
compositions, the EMF versus temperature curves were straight
lines. A least squares fit was used, and the EMF was expressed by
the following equation:

E=mV ¼ a=mVþ bðmV � K�1Þ � T=K; ð2Þ

where a is the ordinate intercept and b is the slope. The resulting
linear equations obtained by the least squares method and the
standard deviations of the EMF are given in table 2 for the three
cross-sections Au:Sb = 2:1, 1:1 and 1:2. From the temperature
dependence of E the partial molar enthalpy DHSn and the
partial molar entropy DSSn were derived using the following
equations:

DHSn ¼ z � F E� T
@E
@T

� �� �
x;p
¼ �z � a � F; ð3Þ

DSSn ¼ z � F @E
@T

� �
x;p
¼ z � b � F: ð4Þ

The integral excess Gibbs free energy and the integral enthalpy
of mixing were determined by adopting the Gibbs–Duhem equa-
tion given by Elliot and Chipman [25] as:

DGxs ¼ 1� xSnð Þ DGxs
Au�Sb þ

Z xSn

0

DGxs
Sn

1� xSnð Þ2
dxSn

" #
xAu=xSb

; ð5Þ

DH ¼ 1� xSnð Þ DHAu�Sb þ
Z xSn

0

DHSn

1� xSnð Þ2
dxSn

" #
xAu=xSb

: ð6Þ

DGxs
Au�Sb and DHAu�Sb are representing the limiting excess Gibbs en-

ergy and enthalpy values of the binary (Au + Sb) system. xSn is the
substance amount fraction of tin in the alloy.

The ternary interaction parameters of the Gibbs excess free
energy were calculated using the Redlich–Kister–Muggianu poly-
nomial (equation (7)) given by Ansara and Dupin [26] which was
also used for the Gibbs energy and the enthalpies of mixing.

TABLE 1
Liquidus temperature of the samples for the Au:Sb = 2:1, 1:1, and 1:2 cross-sections.

xSn Au:Sb = 2:1 Au:Sb = 1:1 Au:Sb = 1:2
Liquidus T/K Liquidus T/K Liquidus T/K

0 813 723 683
0.050 644 714 748
0.100 679 720 736
0.200 669 718 754
0.300 681 710 738
0.400 673 680 711
0.500 651 630 668
0.600 596 615 633
0.700 571 599 623
0.800 536 524 594
0.900 518 518 526

M. Hindler et al. / J. Chem. Thermodynamics 55 (2012) 102–109 103



Download English Version:

https://daneshyari.com/en/article/6661222

Download Persian Version:

https://daneshyari.com/article/6661222

Daneshyari.com

https://daneshyari.com/en/article/6661222
https://daneshyari.com/article/6661222
https://daneshyari.com

