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1 Introduction

The casting of metals and the continuous improvement of materials and their produc-
tion and development processes are crucial for a society from an economic, social,
and cultural point of view. As available computer power and numerical algorithms
have drastically improved during the past 30 years, computer aided material design is
limited by the accuracy of available material property data serving as input parame-
ters. Current approaches seek to establish comprehensive material databases in order
to solve this problem. The present work aims, as an alternative, to gain a basic under-
standing on how thermophysical properties change as a function of alloy composition
and complexity. In order to reach this goal, data needs to be collected on density, sur-
face tension and viscosity as functions of alloy composition and temperature. Such
data is measured and discussed for pure liquid elements, liquid binary-, and ternary
alloys.

1.1 New materials

Throughout the history of human culture, the development and application of new
materials, in particular metals, have played crucial roles. New materials are respon-
sible for such Epochs as “stone-age”, “bronze-age”and “iron-age”, marking the great
phases in cultural evolution. For instance, gold is the first metal used on a regular
basis since 6000 BC. Nearly 2000 years later, copper and silver were discovered and
mined. After another 1800 years the mining of tin and the production of bronze started
a new social, cultural, and economic era [1].

Gaining a technological advantage distinguishes between the rise and fall of en-
tire civilizations. The ancient Egyptian empire became mighty due to the availability
of weapons made from copper. Later on, the manufacture of improved iron weapons
made the Romans become superior over their neighbors.

Still nowadays, the development of a society strongly correlates with the degree
of maturity of its metal producing sector and other key industries. Developing coun-
tries, therefore, aim to build up these industries first. In Europe, the industrial rev-
olution went hand-in-hand with the development, production and improvement of
new metallic alloys such as cast iron, steel and brass. In 1860 more than 60 % of all
globally produced metal ores came from European mines [2].

Due to its rapid economic growth, China, at present, has become the world’s
largest steel producer, measured in tons per year, the world’s largest steel consumer,
steel exporter, and iron ore importer [2]. At the same time, China is the third largest
iron ore producer and the third largest steel importer [2]. Figure 1.1 shows the share of
the world largest countries in casting production. Among them, China as the largest
producer, covering 43 % [3].
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Fig. 1.1. Leading countries in the world casting production [3].

The vast majority of metals produced is gray iron, followed by ductile iron, non-ferrous
metals, and steels [3]. Among the non-ferrous metals, alumunium based alloys occupy
the largest share [3]. The production volume from casting is shown in Tab. 1.1.

Classically, metals and metallic alloys are used in the automotive industry, in
aerospace- and military applications, in railway applications, civil engineering, ship-
building, cutlery, wire products, for bridges, jewelry, toolmaking, mechanical and
technical engineering, for the production of cans, and for electromechanical applica-
tions. Market composition is shown in Fig. 1.2. Applications in automotive industry de-
mand almost 50 % of cast metals in Europe [3; 4]. The engineering industry consumes
30 % of the cast metals and building and construction works demand 10 % [3].In Eu-
rope, the metals and metal products manufacturing sector is the largest among the
industrial economic sectors [4].

Throughout the member states, there are about 400,000 enterprises with ~ 5 mil-
lion employees, corresponding to almost 4 % of the productive work force [4].

Within this sector, the foundry industry is an economic branch of key importance.
In terms of turnover, value added and number of employees, the foundry sub-sector
corresponds to about 5 % [4]. The German foundry industry generated a turnover of
12.8 billion EUR with 71,500 employees in 2013 [5].

As the vast majority of metals and alloys are produced directly from the melt, cast-
ing is crucial for the entire manufacturing of metals and their products.

Hence, from an economic point of view, optimization of casting processes is of
tremendous importance. The basic physical understanding of the liquid phase is in-
dispensable for this purpose. The liquid phase is also involved in certain metal works
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Fig. 1.2. Main markets served by the European foundry industry [3].

Table 1.1. Casting production volume of metals in the categories gray iron, ductile iron, steel, and
nonferrous (NF) metals. Shown are the production numbers of the 10 largest producing countries in
2010 [3].

Product Volume (1000 t)

Grey Iron 38723
Ductile Iron 20 560
Steel 8998

NF metals 11748

operation steps, such as welding, soldering, and joining. Liquid metals also seem to
become more and more important for the storage and transportation of energy, for
example, in automotive applications for recovering heat from exhaust fumes [4].

Developed (western) countries are now facing new challenges: As cheap labor
power and low fixed costs cause a shift of production to Asia, western steel and metal
plants are no longer running at full capacity [6; 7]. At the same time, issues of energy
effectiveness, CO, reduction, the saving of resources, sustainability and productivity
become urgent [6].

In order to save resources of naturally available metals, new techniques of scrap
recycling need to be developed. Parts of the metals and metal products manufacturing
sector are highly energy consumptive. Energy costs for metals and their products ac-
counted in 2006 for 4.4 % of the purchase of goods and services in the European Union.
With respect to the casting sector only, this figure is nearly twice as high (7.2 %). Again,
this puts a special focus on the liquid phase from a developers point of view [4; 6].
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While low production costs serve as an advantage for developing countries, devel-
oped, i.e. western, countries can play on their technological and scientific infra-
structure. The high education standard in Europe, in particular, of engineers and sci-
entists, is a great advantage compared to low cost developing countries.

European commission has recognized this situation and proposed a number of
possible measures [4]. Among which, the development of new specialized products,
i.e. high-tech materials, as well as the development of new production processes for
the casting industry, play emphasized roles. As an example for new, specialized prod-
ucts, alloys with certain properties, such as low density and high tensile ductility
are used for aerospace applications. The development of new techniques of scrap
recycling, and/or casting processes, could tremendously save resources and energy
[4] which significantly contributes to CO,-reduction, the increase of productivity and
competitiveness.

The future development of new materials and new casting processes is essen-
tial for economic, technological, environmentalenvironmental progress, and social
progress.

1.2 Materials and process design

Estimated costs of new product development and demonstration in the European steel
industry are around 55-75 billion EUR yearly [4].

One reason for such a large sum is that alloys intended for certain applications
are developed in trial-and-error procedures where compositions and/or production
processes are varied until the desired properties are obtained. In view of the fact, that
most alloys used in technical applications are multicomponent, it becomes clear that
this kind of development is highly time and money consuming.

“Computer Aided Materials Design from the Melt” might offer an alternative.
During the past 2030 years, computer power and algorithms, have drastically im-
proved. Commercial software tools like ProCAST™, MAGMASOFT™, StarCAST™ [g],
MICRESS™, DICTRA™, PANDAT™, FactSage™, ThermoCalc™, just to name a few,
have become standard in industrial casting simulation and materials development.

ProCAST™, MAGMASOFT™, and StarCAST™ are based on finite element meth-
ods (FEM) combined with an engine for the simulation of fluid flow, and partially
with models about heat exchange and diffusion. They are used in order to simulate
the casting process and the thermal and mechanical performance of the product on a
macroscopic scale. DICTRA™ is a tool for the 1-dimensional modelling of diffusion in
multiphase systems. Packages like MICRESS™ employ the phase field method. This
method allows simulation of processes and structures on a microscopic (um-) scale.
For instance, the morphology of dendrites can be predicted.

In this context, one often speaks of a multi scale approach. The atomic scale,
hereby, can be covered by molecular dynamics (MD) simulations, Monte Carlo (MC)
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cm-m MM -mm nm

Fig. 1.3. “Computer Aided Materials Design from the Melt” is a multi scale business. Simulations
are performed on an atomic (nm) scale, on a micro-meter scale, where dendrites and grains can be
observed, and on the macroscopic scale of the dimensions of the work piece.

simulations, or quantum mechanical ab initio methods. The relation between the dif-
ferent length scales is illustrated schematically in Fig. 1.3.

The philosophy behind products like PANDAT™, FactSage™, and
ThermoCalc™ is slightly different from the multi scale approach. Instead of
simulating structures with spatial resolution, these packages calculate phase equilib-
ria using the CALPHAD method. In the CALPHAD method, each phase is represented
by parameterizations of the corresponding free energies, G, which are obtained from
assessments of experimental phase diagram and thermodynamic data. Macroscopic
properties of a single phase material can further be derived via a suitable model
from its free energy, provided, such a model exists. For instance, if G was known as
function of pressure, P, the molar volume can be obtained from 0G/0P.

Recently, it has been demonstrated that CALPHAD and phase field methods can
successfully be joined [9].

Currently, all these tools require information about thermophysical properties.
The main limiting factor for the accuracy of the calculations is, in fact, the accuracy of
the experimentally measured input data. In many cases, this data are not even avail-
able. Unfortunately, this is especially true in the case of liquid metals. As the liquid
phase is involved in all casting simulations, this problem is severe.

The computer aided materials design from the melt is still an ideal conception and
there are currently different approaches working towards its full implementation. Two
of these approaches will be described in the following.
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1.3 Challenges

As one approach for the implementation of a computer aided materials design from
the melt, it has become customary to experimentally determine a maximum of macro-
scopic properties of materials of interest and store them into databases. Such a
database is then accessed by the simulation software. Projects aiming to establish
material property databases currently receive generous funding from the public and
private sector.

For instance, the comprehensive measurement of thermophysical properties of
different commercial alloys is the main goal of the ESA funded project THERMOLAB
[10]. Beside ground based, terrestrial experiments, it is also planned in this project
to carry out containerless measurements under microgravity conditions on board the
International Space Station ISS. Alloys of interest are Ni-based superalloys, Ti-based,
Fe-based, and Cu-based alloys for aerospace, biomedical, automotive, and electroni-
cal (soldering) applications, respectively. The THERMOLAB project is carried out un-
der participation of DLR. Among the partners there are roughly 20 industrial ones from
foundry to simulation software developing companies.

However, this concept has also an inherent disadvantage: Namely that the prop-
erties of an alloy and it’s involved phases must be known in advance. The develop-
ment of new materials with a priori unknown properties and their prediction is not
advanced this way. The initial problem, thus, still remains.

Moreover, progress in predicting required property data from modeling suffers
currently from a severe lack of systematic experimental data of liquid alloys. The word
“systematic”, hereby, implies that even benchmark data on simple model systems, i.e.
binary or ternary alloys, are missing.

At least for mono-atomic alloys, some thermophysical property data exists. Data
collections like Refs. [11]-[13], and [14] provide data on density, ultra sound velocity,
vapor pressure, viscosity, surface tension, electrical resistivity, and thermal conduc-
tivity for a large set of liquid metallic elements. However, even in the case of pure
elements, the currently available information is incomplete or outdated. The viscosity
of liquid gold may serve as an example: The most recent data is from 1956 deviating
from a previous measurement by more than 30 % and from our very recent data by
more than 100 % [15]. In other cases, plenty of results are available. However, they
partially contradict each other. The surface tension of liquid Si may serve as another
prominent example: Two classes of data sets exist in literature [16]. One indicating a
“small” value of the surface tension around 0.75 Nm ™! at the liquidus and another one
is in agreement with a rather “large” value of ~0.84 Nm!. The uncontrolled presence
of surface impurities seems to be the main cause for this non-unique behavior [16]. In
view of the significant industrial importance of Si, a final clarification is overdue.

The composition in binary alloys can also be varied. This leads to the expansion of
a 2D parameter space with an additional degree of freedom. At least, in the majority of
systems, information about their thermodynamics exist; like a known phase diagram
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and determined heats and free energies of mixing. Information about thermophysical
properties is significantly sparse. When this work first began in 2002, little data existed
on density and even less on viscosity. The situation can be illustrated by the following:
Ref. [11] reports density data of ~ 80 binary liquid alloys out of roughly 350 binary
systems that are listed. For only 20 out of these 350 systems, surface tension data is
known. A similar situation is evident from other data references, such as Ref. [13].

Information about liquid ternary systems is even more limited, i.e. systematic data
is available only in exceptional cases. Not only that thermophysical property data is
missing in most cases, also thermodynamic information, such as phase diagram and
heat of mixing, does not exist.

Due to this lack of systematic experimental thermophysical property data, it is
also not possible to validate existing models predicting them. These include computer
simulation techniques using specific model potentials, ab initio methods, and phe-
nomenological as well as semi-empirical models. Such models exist, for instance, in
the case of surface tension and viscosity. They will be introduced and discussed fur-
ther below. For the prediction of density, no thermodynamic relation exists up to now.
The current knowledge of how thermophysical properties of liquid alloys change as
a function of their composition, i.e. of the corresponding mixing relations, is still very
incomplete.

Generally, accurate experimental thermophysical property data is hard to obtain.
The main reason is due to the increased chemical reactivity of liquid metals, especially
at high temperature. Due to reactions with the container, the sample might become
contaminated and the results of the measurements become uncertain. The develop-
ment of containerless processing techniques, such as electromagnetic levitation and
corresponding diagnostical techniques, have relaxed the situation slightly [18; 19].

In the case of density, the problem is underestimated or not fully recognized. For
instance, it is claimed in Ref. [20] that, because atomic hard sphere radii are almost
equal for most metals, the excess volume may be neglected. Consequently, it should
be possible to approximate the density of a liquid alloy by the one of its ideal solution.

The example of liquid binary Cu-Ni demonstrates that this is not true even though
this system is fully miscible and the atomic radii are nearly identical (see Tab. 3.11).
Figure 1.4 shows the isothermal densities p of the system as a function of the Ni mole
fraction xy;. The values are hereby interpolated - or extrapolated - from regression
lines, fit for each alloy to the temperature dependend raw data p(T), to T = 1545 K.

In addition, densities calculated from the ideal solution model, Eq. (3.15), are
shown. Obviously, the latter underestimates the experimental data significantly and
there is also a pronounced qualitative disagreement. Thus, even in the case of a puta-
tively simple system, the mixing behavior is not understood in detail.

Multicomponent alloys exhibit a much higher degree of complexity. Before these
systems can reasonably be studied, it is necessary to understand the much simpler
and more well defined binary and ternary systems first.
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Fig. 1.4. Density of liquid Cu-Ni versus Ni-mole fraction xy; (symbols). The data are interpolated
(solid) or extrapolated (hollow) from the measured raw data to 1545 K. Some of the liquid alloys are
undercooled. In addition the ideal solution model (dashed) is shown [17].

1.4 Goals

In addition to the establishment of comprehensive databases of complex alloys and
materials, the second approach for the implementation of computer aided materials
design from the melt consists of the systematic investigation of binary and ternary
model systems. It is aimed to create a general understanding of the mixing behav-
ior of liquid alloys with respect to their thermophysical properties. This concept will
be pursued in the present work. For instance, Fig. 1.5 compares various commercial
(multicomponent) alloys having Al-Ni as a binary basis. All of these alloys are liquid
at 1773 K. Their density at this temperature is shown in Fig. 1.5 as a function of (1.0-
Xa1) with x,; being the Al-mole fraction. Apparently, there is a weak tendency of the
values to increase with decreasing x,;. The same figure shows calculated densities of
binary Al-Ni obtained from Ref. [21]. These calculations are performed once for the
ideal solution and once while including a term for the excess volume determined ex-
perimentally [21]. Both calculations reproduced the trend observed for the commercial
systems: namely that their densities increase with decreasing x,;. The overall better
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Fig. 1.5. Density of various Al-Ni based multicomponent liquid alloys at 1773 K versus (100 at.-%
-xa)- In addition, calculations [21] of the density of binary Al-Ni are shown taking the ideal solution
model (dashed) and a model involving the excess volume into account (solid). (with courtesy of
Enrica Ricci, CNR, Genua).

correlation between the data and the calculation is obtained when the excess volume
is included. Hence, within limits and apart from the systems CMSX4 and RENE90, the
densities of the multicomponent alloys in Fig. 1.5 can be approximated by their binary
basis, if the excess volume of the latter is included. This implies that an understanding
of Al-Ni, as in this example, would also contribute to an understanding of the Ni-based
multicomponent alloys.

It is the primary goal of the present work to principally establish such an under-
standing by systematically studying thermophysical properties of binary and ternary
liquid alloys with respect to their mixing behavior. Measuring thermophysical prop-
erties as a function of temperature and alloy composition varied over a broad range
allows the drawing of conclusions on excess properties and identifying potentially ex-
isting commonalities among them. This is the prerequisite of any phenomenological
model or simulation.

A secondary goal pursued within the scope of this work consists of reducing the
existing lack of available experimental data by accurately measuring them.
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1.5 Questions

In order to reach the goals formulated in the previous section, the following key ques-

tions must be answered:

Q:1.Is there any general rule for predicting the mixing behavior? Moreover, are there
commonalities with respect to the mixing behavior among similar materials?

Answering this question could already contribute substantially to the development of

simple and easy-to-implement models. As a special case of question Q:1, one may also

ask the following:

Q:2.Is it possible to establish relations between excess thermophysical properties and
thermodynamic potentials? If such relations exist, how well will they perform?

Provided the answers to questions Q:1 and Q:2 are negative, the measured excess

properties need to be accepted as a given. One could then try to use these excess prop-

erties in order to predict those of higher component systems. For this purpose, the

following question must be answered as a necessary pre-condition:

Q:3.Is it possible to relate thermophysical properties of a multicomponent alloy to
those of its constituent subsystems?

The first three questions imply that different properties of the same material can be
derived from a common basis, as for instance, free energy. It is also a commonly ac-
cepted statement in literature that, generally, macroscopic properties of one material
are determined by it’s “structure”. In the case of a melt, this refers to the atomic short
range order. If this is true, then it should be possible to relate different properties of a
specific material to each other. Hence:

Q:4.1s it possible to identify inter-property relations in selected cases? If yes, what are

their forms and how well do they perform?

1.6 Strategy and procedure

In order to answer these questions, a strategy, described in the following, is chosen.
The works concentrate on density, surface tension and viscosity as key properties.

Density is a fundamental property that plays a central role in materials science. Its
precise knowledge is necessary, not only for the experimental determination of other
thermophysical properties from the measured raw data. It is also crucial for the layout
of technical processes, such as casting. Last, but not least, density is also interesting
from a pure academic point of view due to its intimate relation to the atomic short
range order.

Surface tension is firstly selected, because it plays a central role in technical appli-
cations which are driven by surface and interfacial free energies. Such an application

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

1.6 Strategy and procedure

Density

Surface tension

Viscosity

Excess properties
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Classification of systems

v

Discussion,
explanation attempts

Fig. 1.6. Strategic flow chart of the present work.

11

is welding, for instance. With regards to casting applications, surface tension data is
needed in the context of mould filling.

Lastly, viscosity, is needed for the description of mass and heat transport in ap-
plications where fluid flow needs to be considered. “Buoyancy driven convection” is
the buzz-word in this context. Currently, viscosity is an intensively studied property in
order to obtain an understanding of systems with glass-forming ability [22].

These key properties are subsequently measured through liquid unary, binary,
and ternary metallic alloys as functions of temperature and alloy composition.

The data of the pure components is hereby determined with great care. It is cru-
cially required in order to apply mixing rules to the results of binary and ternary alloys.
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In addition, data obtained of the pure components is carefully compared with results
from literature, provided that the latter exist.

After completion of the works on pure elements, density, surface tension and vis-
cosity are measured on binary systems combined from the unary ones studied before.
Subsequently, excess properties are determined. In the case of surface tension and
viscosity, various thermodynamic relations will be tested and discussed.

Finally, the same measurements are carried out on a number of ternary alloys con-
taining the binary alloys investigated before as subsystems. Excess properties are de-
termined and, in the cases of surface tension and viscosity, phenomenological models
are tested.

The results obtained for the binary and ternary systems are then compared with
each other. In some cases, it is possible to relate the excess properties of the ternary
alloys directly to those of the binary systems.

The systems investigated are classified according to their composition and misci-
bility, helping to identify potentially existing similarities among them. The procedure
described above is illustrated by the flow chart of Fig. 1.6.

As for identical systems, where different properties are measured, it is possible to
study inter-property relations in Chap. 6. Here, it lends itself to the discussion of a pre-
dicted relation between surface tension and viscosity [23]-[24]. Moreover, the Stokes-
Einstein relation [25; 26] is discussed in Chap. 6.

Chapter 7, finally, presents results on topics related to the main topic of this work
but with a strong emphasis on application. Apart from showing “things that also ex-
ist”, it is analysed from A to Z how the establishment of a complete and accurate set
of thermophysical property data can improve “process design” in a specific example.
Generally, representations of the discussed density-, surface tension-, and viscosity
data are listed in Appendix A. Used parameterizations of the excess free energy are
listed in Appendix B.

1.7 Thermophysical properties

The term thermophysical properties is not uniformly defined. The syllable “thermo” is
the Greek word for heat and “thermophyiscal properties” can be considered as physi-
cal properties that change with temperature. It appears to be common agreement that
“thermophysical properties” are all those properties that describe the macroscopic,
thermal and physical behavior of a substance. Generally, this behavior could be “me-
chanical”, “optical”, “electrical”, “magnetical”, and “calorical”.

In fact, thermophysical properties are defined only for a homogeneous, i.e. sin-
gle phase system, which is in thermodynamic equilibrium. Often, they are related to
the transport and storage of heat or to general transport processes. Indeed, most ther-
mophysical properties can be interpreted as response functions, Ly, describing the
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systems response, Jy, to an externally applied force Xj:
Ji = Li Xk (L1)

Hereby, Jy is the current of a physical scalar quantity k and X, denotes its gradient.
For example, the following thermophysical properties fall under this definition: emis-
sivity, specific heat capacity, thermal or electrical conductivity, thermal expansion,
viscosity, mass and thermal diffusion, and speed of sound.

In addition, density,! surface tension, and interfacial energy are considered ther-
mophysical properties, as well.

Enthalpy, internal energy, entropy, and free energy are not considered as thermo-
physical properties in this work as there are fundamental thermodynamic relations
between these thermodynamic potentials and several thermophysical properties.

Apart from the field of materials and process design, thermophysical properties
play key roles in many different applications. Prominent examples are metrology, nu-
clear technology, thermal insulation, quality assurance and the deep-freezing of food.

In metrology, thermophysical properties play key roles for the development of
standards for the calibration of instruments and the definition of physical constants.

Fuel rods in nuclear reactors exhibit extremely large thermal gradients. Inside, a
fuel rod can reach temperatures of nearly 2300 K depending on the material, whereas
its outside temperature is only roughly 700 K. The exact knowledge of thermal trans-
port properties, specific heat and the thermal expansion, in particular as functions of
temperature, is crucial in such applications.

1 or, equivalent, molar volume
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In this chapter, the experimental techniques used in this work are presented. The con-
tainerless techniques of electromagnetic and electrostatic levitation are described in
detail as well as the diagnostic methods for the measurement of density, surface ten-
sion, and viscosity. In addition, the containerbased oscillating cup method for the
measurement of viscosity is explained.

2.1 Conventional techniques

Conventional techniques for the measurement of thermophysical properties of liquids
are containerbased. This means that the liquid is in contact with a crucible or a sub-
strate. Prominent techniques are, for instance: archimedian methods, bubble pressure
methods, capillary flow, capillary rise-, gamma ray absorption technique, oscillating
cup methods, pycnometer method, sessile drop method, and the vibrating wire tech-
nique.

A comprehensive overview of these methods and their detailed descriptions is
given in Ref. [27]. Moreover, they are listed Tab. 2.1 together with the properties that
can be measured by them.

Table 2.1. Some conventional techniques for the measurement of thermophysical properties of
liquids [27].

Conventional technique Property

Archimedian methods density

Bubble pressure density, surface tension

Capillary flow viscosity

Capillary rise surface tension, interfacial energy

y-ray absorption density

Oscillating cup viscosity

Pycnometer method density

Sessile drop technique density, surface tension,
interfacial energies

Vibrating wire viscosity
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2.2 Levitation techniques

The techniques mentioned in Sec. 2.1 are standard for the investigation of liquids at
low temperature. They are also applied to liquid metals, although the investigation
of liquid metals often involves processing at high temperatures. Under these condi-
tions, the chemical reactivity of a melt may be strongly increased and the sample is
easily contaminated from coming in contact with a wall. In a containerbased environ-
ment, an accurate measurement of thermophysical properties is possible only under
great care. Finding the right substrate or crucible and the right settings of the process
parameters is often a tedious and time consuming task. One may also come to the
conclusion that carrying out the desired measurement is not possible at all.

As an alternative, containerless investigation techniques using levitation [28; 29]
circumvent this problem. For extremely reactive materials, such as Ti- or Zr- based
alloys, they are in fact the only option. The use of levitation techniques offers the ad-
ditional advantage that, due to the absence of heterogeneous nucleation sites, deep
undercoolings can be reached. Processes like non-equilibrium solidification [30] or
metastable demixing [31] can therefore be studied.

The most prominent and, in the context of this work, most relevant techniques
are electrostatic and electromagnetic levitation. All of which have specific advantages
and disadvantages, so that they are used in separate fields of application.

In the present work, electromagnetic levitation (EML) is mainly used. An experi-
ment using electrostatic levitation (ESL) is performed in one case [32]. Therefore, the
ESL technique will be described briefly while the EML technique will be elaborated
upon in more detail.

2.2.1 Electromagnetic levitation

The principle of electromagnetic levitation was first described in 1954 in a patent by
Westinghouse [33]. The technique was then widely known as “levitation melting” and
mostly applied as a preparation technique for the manufacturing of alloys [18]. With
an increase of opportunities to perform materials science experiments under micro-
gravity during the 1980’s, this attitude shifted and the electromagnetic levitation tech-
nique was also recognized as a containerless processing technique for scientific inves-
tigations [34].

The principle of electromagnetic levitation is based on the fact that an electrically
conducting material experiences a Lorentz force, F;, when the magnetic flux changes
with time. For an electrically conducting body F} is given by the following expression
[18]:

= VEZ 4 3
F =— i
L 2}10 3

R’ Qemi(gemL) (21
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Fig. 2.1. Sketch of a levitation coil with levitating sample. The forces acting on the sample point into
the direction of -V B2, i.e. away from areas with high field densities.

Here, uo is the magnetic permeability, R is the radius of the sample with approxi-
mated spherical shape, ggy;, = R/6 is a dimensionless quantity and § is the penetra-
tion depth of the field B depending on the frequency w and the samples’ electrical
conductivity [35]. The function Qg (gemi) can be interpreted as an efficiency ratio.
It takes into account that the field has only a limited penetration depth into the bulk.
For a spherical sample, Qgyy, is given by the following expression [34; 36]:

3 3 sinh(2gpmL) - sin(2ggmi) >
_3 (4. 2.2
Qemi(q) 4 ( 2qemr cosh(2qems) — cos(2qpmL) 2

As a necessary condition for levitation, the component of F} in the vertical, i.e. z-,
direction must compensate for the gravitational force F; = gpV, when V is the volume
of the sample, p is it’s density, and g is the gravitational acceleration. For a spherical
sample, Eq. (2.1) becomes [34]:

L VB
pg=- 2Z Qem(gEmL) (2.3)
Ho

From this condition one can read the factors governing the levitation process: In par-
ticular, Eq. (2.3) does not depend on the mass of the sample but on its density p, in-
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Fig. 2.2. Efficiency ratios Qem.(gemo) (solid line) and Hemi(gem) (dashed line) of an electromagnetic
field versus ggm. = R/0 with R being the sample radius and 9 the skin depth [18].

stead. Samples with a low density, will be easier to levitate than samples with a com-
paratively high density. The force acting on the sample scales with —~VB?. Hence, it is
always directed away from the field. This is illustrated in Fig. 2.1:

In electromagnetic levitation, positioning and heating are not decoupled from
each other. The oscillating field induces eddy currents within the sample. As the latter
has finite electrical conductivity, the heating power Py will be absorbed due to ohmic
losses. The amount of Py is given by [18]:

Bl 4n

H= 20 3 R’ - Henr(grmy) (2.4)

The function Hgyy (¢emr) in Eq. (2.4) plays a similar role as Qg (gemr) in Eq. (2.1). It
can be interpreted as an efficiency ratio for the absorption of power. One can under-
stand from the right hand side of Eq. (2.4) that Py is proportional to the power density,
B?w/(20) and the volume of the sample. The effect of the latter is reduced by Hgy;, as
the field can only act inside its boundary layer. Hgy. is given by the following function
[34]:

sinh(2qgmL) + sin(2qem) 1) (2.5)

9
Hua) = 52
EMLMIEML) = 2 g2 \ T Cosh(2qmmn) - cos(2qmm)
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Fig. 2.3. Typical pyrometer output, Tp, when the sample melts. The value Tp | is used to calibrate the
pyrometer signal with respect to the known liquidus temperature T,. Tp | is identified by a sudden
change in the slope of the curve as illustrated by the inset (from Ref. [37]).

In Fig. 2.2, Qgump, and Hpgyy, are plotted versus ggyy.. Both functions are zero for g = 0.
This situation corresponds to a perfect insulator (or to an experimental situation
where w =~ 0). Then, neither levitation nor heating is possible. In the case of g > oo,
Heyp(gem) vanishes but Qemr. (gemr.) > 0, i.e. levitation occurs, but there is no heating.
This latter case applies, for instance, in the limit of a perfectly conducting sample. Be-
tween these extreme cases, the ratio between heating and positioning can be adjusted,
within limits, by changing the frequency and the power of the electromagnetic field,
or by changing its gradient using coils of different geometry [18; 34].

The setups used at the “Institut fiir Materialphysik im Weltraum” of the Ger-
man Aerospace Center (DLR) in Cologne are accommodated inside vacuum chambers
which can be evacuated down to 10~8 mbar in order to remove impurities (adsorbed
water, CO, CO», hydrocarbons, and others). Levitation experiments are carried out un-
der protecting atmospheres so that pronounced evaporation of the sample is mini-
mized or avoided. For this purpose, the chamber is refilled with 500 — 900 mbar of the
processing gas having a purity of 99.9999 vol.-%. Ar or, due to its good cooling prop-
erties, He, or mixtures of both are used as processing gasses. An advantage of He, as
compared to Ar, results from its lower condensation temperature, the reason for it’s
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Fig. 2.4. Photograph of a levitated liquid Cu sample at =1600 K. The back light illumination using an
expanded red laser is clearly visible on the right hand side as well as the sample shadow reflected
from the window on the left hand side.

lack of most of the gaseous impurities. In order to reduce oxide traces, mixtures of He
containing up to 10-vol% H, are also used.

At the beginning of each experiment, the sample is placed on top of a vertical
ceramic tube and located in the center of the water-cooled induction coil. Typical di-
mensions of the coil are 40x15 mm. Its geometry is similar to the one shown in Fig. 2.4.
It consists of a lower part, being its main body, and a top part with only a few windings
with opposite polarity. Through this, it is assured that in the center B> has a minimum
and that any dislocation of the sample will be answered by a restoring force.

The typical current through the coil is 200 A with a frequency of ~ 300 kHz and
the power is either 5 kW or 10 kW maximum, depending on which type of generator
is used. A typical sample has a diameter of 5 mm. Depending on the material and the
available power, temperatures far above the respective melting points are accessible.
In some exceptional cases, temperatures of up to even ~2700 K can be reached. As in
EML, heating and positioning are not decoupled from each other, a certain desired
temperature is best adjusted by cooling of the specimen against the inductive heat-
ing. This is performed by exposure to a laminar flow of the processing gas. The gas is
admitted via a small ceramic nozzle located at the bottom of the droplet.

The temperature, T, is measured using an infrared pyrometer aimed at the sample
either from the top or from the side. In each measurement, it is necessary to recalibrate
the pyrometer signal Tp with respect to the liquidus temperature, T;, which must be
known in advance. The real temperature T is obtained using the following approxi-
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mation derived from Wien‘s law [38]:

1 1 1 1
T_TP_TL_H (2.6)

In Eq. (2.6), Ty p is the pyrometer signal at the liquidus temperature. It is identified
by a sudden increase in the slope of Tp which occurs when the melting process is
completed and the sample temperature, T, exceeds Ty [37]. This is illustrated in Fig.
2.3. Equation (2.6) is valid only if the sample emissivity at the operating wavelength
of the pyrometer €,(T) remains constant over the experimentally scanned range of
temperature [17]. This is a good approximation for most metals; see Refs. [38; 39]. A
photograph of a levitating droplet is shown in Fig. 2.4.

Due to the induction coil’s cylindrical symmetry, the sample shape deviates from
that of a perfect sphere. This has been described and discussed in previous works
[40; 41]. When the volume of the sample is thought to be divided into horizontal discs
of thickness dz with cross sections A; = 4mR; and R; being the radius of one of these
discs, then the vertical force, F; , acting on such a disc equals:

VB?
F;, = _TyoAiQEML(QEML)dZ 2.7)

For a sample with an initially spherical shape, the sections in the middle contribute
most to the levitation force while the forces acting on the sections at the top and bot-
tom are comparatively small. This is due to the quadratic dependence of A; on R;. In
other words, the sample is suspended on a virtual disc in it‘s middle. If it was liquid,
the top part would virtually flow around and, if the surface tension was large enough,
hang like a suspended droplet underneath. The resulting shape is that of a levitating
drop which is flat at the top and elongated at the bottom, see Fig. 2.4. A physically
more complete analysis is provided, for instance, in Refs. [42; 43]. It is shown in these
works that the fluid flow inside the sample also needs to be taken into account in order
to correctly understand the sample shape.

Fluid flow is driven by the electromagnetic field. It is crucial for EML experiments
that this flow can be turbulent under the correct conditions [42]-[45]. A turbulent flow
inside the sample might have some homogenizing effect on it, for instance, with re-
spect to temperature and composition. However, it can also cause strong oscillations
of the sample around it’s equilibrium position and, in particular, rotations around any
axis. These instabilities are only limited by the viscosity of the melt. They may become
so intense that an accurate measurement is no longer possible [46; 47].

When the sample is exposed to the magnetic field, surface oscillations of the
droplet are strongly damped. This, and energy consumption by the turbulent flow in-
side the melt, prohibit the measurement of the viscosity under terrestrial conditions
[48].

Electromagnetic levitation has also a number of advantages. As mentioned above,
it is intrinsically stable. Therefore, active position control is not needed. Electromag-
netic levitation is tolerant to ambient conditions and a large number of materials can

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

2.2 Levitation techniques = 21

ot
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Fig. 2.5. Photograph of a levitated Al sample at =900 K. The electrode system is clearly visible as
well as a part of the UV lamp whose opening is right behind the specimen.

easily be processed. The turbulent flow inside the melt leads to a spontaneous ex-
citation of surface oscillations. This is very convenient for surface tension measure-
ments. Electromagnetic levitation allows access to high temperatures, provides access
to broad temperature ranges, deep undercoolings, and allows the processing of highly
reactive materials. At the present point in time, electromagnetic levitation is still the
most suitable and indicated technique for the investigation of electrically conductive
materials such as liquid metals, alloys, or even semiconductors, such as Si [49].

2.2.2 Electrostatic Levitation

The concept of electrostatic levitation was introduced in order to avoid the disadvan-
tages and restrictions of the electromagnetic levitation technique [50; 51; 52] namely,
the turbulent flow, the non-sphericity of the sample and the restriction of the tech-
nique to electrically conducting materials. Since the mid 1990’s when the ESL tech-
nique was first discovered, a number of investigations on thermophysical properties,
structural investigations, and solidification studies have been performed. A compre-
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hensive overview on the history and the current status of the ESL technique is pub-
lished by Paradis et. al. [19].

In electrostatic levitation, the sample is electrically charged with a charge gcharge
and positioning takes place by Coulomb forces F. in a vertical electric field E:

FE = {charge * E (2.8)

Typical samples have diameters between 1.5 and 3 mm with masses from 20 — 90 mg
[53]. Depending on charge and field strength, larger samples with masses of upto1g
can be levitated [54]. Positioning takes place between two parallel disk-like electrodes,
typically 15 mm apart from each other. Horizontal stabilization is accomplished by
four lateral electrodes beneath the specimen.

In contrast to electromagnetic levitation, ESL is not intrinsically stable. According
to the Maxwell equations, V - E = 0. Thus, a potential minimum cannot be generated
by static electric fields [35]. Due to this so called Earnshaw theorem, active position
control is required in ESL which is performed, in most cases, by sophisticated PID
controllers, [55]. In DLR position control is accomplished by an adaptive real time con-
troller developed by T. Meister [53]. The latter has the particular advantage that it can
equalize abrupt movements of the sample caused, for example, by a sudden loss of
charge.

As part of the control loop, two expanded He/Ne lasers, arranged perpendicular
to each other, and associated x,y - position sensitive detectors (PSD) probe the sample
position in three dimensions.

From Eqg. (2.8) one can easily estimate that, in order to levitate a 50 mg sample, it
must be charged with ~5:10° e when a voltage of 10 kV is applied. Charging of the sam-
ple is therefore crucial for process stability. At the beginning of an experiment, when
the sample is cold and solid, it may rest on the lower electrode and becomes charged
due to polarization as soon as a voltage is applied. During the levitation experiment
the sample may lose part of its charge. This can occur through contact with residual
gas atoms or by desorption or evaporation of charged surface atoms. The latter can
become a significant problem during the phase of heating and melting. Then, it is of-
ten encountered that the sample drops for no obvious reason. In order to compensate
for the charge loss, an attempt to re-charge the sample by exposure to UV-light emit-
ted from a He/H, lamp is made. At high temperature charging will take place by itself
due to thermionic emission. Therefore, electrostatic levitation works best with materi-
als having a high melting point, a low work function, and a low vapor pressure. Such
materials are Zr, Ti, Nb, Mo, Pd, and other refractory metals.

Heating and melting of the specimen is achieved by laser power. In electrostatic
levitation, positioning and heating are strictly independent from each other. Using
the setup in this work, this is accomplished by two IR laser, each having a maximum
power of 25 W. The lasers are focused on the sample in a small point where the tem-
perature might be increased. Due to the absence of strong fluid flows, temperature
homogenization may be challenging. Temperature gradients across the surface will
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Fig. 2.6. Schematic diagram of the optical setup used for the optical dilatometry method [17].

generate gradients in surface tension which then triggers Marangoni (or thermocap-
illary) convection [56]. In addition, a non-uniform temperature distribution is always
disturbing when precise data needs to be measured. For the setup used in this work, it
has been shown that temperature gradients over the sample are so small that they can
be neglected [54]. Slow sample rotations even lead to a further homogenization. Other
groups sometimes use arrangements of three or more lasers in order to improve the
temperature profile [19]. A picture of an electrostatically levitating sample is shown in
Fig. 2.5.

Due to its working principle, electrostatic levitation is a priori not restricted to
a certain materials class. Measurements can be carried out under high vacuum and
atmospheric conditions. Devices working under high pressures of even up to 5 bar
already exist [19; 57]. Once the sample is liquid and levitates, it is stable with a nearly
spherical shape. Electrostatic levitation is potentially available for the measurement
of all thermophysical properties.

The method application is however by no means straightforward. Position control
requires high efforts. Samples often fall over due to charge loss or other instabilities.
And, although electrostatic levitation has been demonstrated to work for all classes
of materials [19], it works best for refractory metals Zr, Ti, V, and W and their alloys.

2.3 Optical dilatometry
In order to carry out containerless measurements, corresponding diagnostics have

been be developed. For the measurement of density and thermal expansion, a tech-
nique has emerged which is known under the term “optical dilatometry”. This tech-
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nique [58] was further developed and optimized by the author of the present work
[18].

Density and thermal expansion are determined from the liquid sample by mea-
suring it’s volume. This is accomplished by illuminating the sample from one side by
a light source while a camera records shadow graph images on the other side. The fol-
lowing description mainly refers to the setup used in combination with the EML exper-
iments. However, the optical dilatometry technique can also be applied to electrostat-
ically levitated samples where only a few modifications are necessary [19; 32; 59; 60].

The optical path of such a setup is schematically shown in Fig. 2.6. In this setup,
a polarized laser beam is produced by a (He/Ne) laser equipped with a spatial filter,
a beam expander and a collimator. The collimator is adjusted such that the beam is
parallel [17]. The diameter of the spot produced is 25 mm. The light is shone at the
sample from the rear. Due to scattering and diffraction at the chamber windows and
at the surface of the sample, a certain part of the light is deflected. These non-parallel
components must be removed in order to obtain a sharp shadow graph image that is
free of noise, interferences and diffraction patterns [17]. This task is performed by the
lens (f = 80 mm) and the pinhole (¢ = 0.5 mm) acting together as an optical Fourier
filter [17]. In order to vary the intensity of the light, a polarization filter is added to the
setup. The interference filter and the pinhole, finally, remove contributions due to the
samples’ thermal radiation [17]. In this way, a uniform background is produced and
the contrast of the image is independent on the brightness of the sample. This latter
point is crucial for edge detection.

The shadow graph principle also becomes clear from the photograph shown in
Fig. 2.4. In this figure, the expanded laser beam appears on the right hand side as a
bright red circle. The shadow of the sample is visible in the reflection of the beam at
the chamber window on the left hand side.

An example of a shadow image obtained from an electromagnetically levitated
liquid copper sample is shown in Fig. 2.7. These images are then recorded by means of
a digital CCD camera and fed into a computer. The images are analyzed in real time by
an algorithm which detects the edge curve of the sample.

The points Xgqg. of this edge curve are conveniently expressed in polar coordi-
nates, (R,¢), with respect to the approximate drop center (xo,yo). R is hereby the ra-
dius and ¢ the polar angle, see Fig. 2.7 [17].

In levitation experiments, however, the surface of the droplet is undergoing os-
cillations. These oscillations can become very strong. Each frame, therefore, shows a
droplet that is distorted from its ideal equilibrium shape [17]. As long as the ampli-
tudes of these oscillations are comparatively small with respect to the average radius
of the sample, the equilibrium shape can be obtained by averaging R(¢) over a num-
ber of frames larger than or equal to 1000. In a next step Legendre polynomials of order
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R(op)

Fig. 2.7. Shadow graph image of an electromagnetically levitated sample. Due to the arrangement
of the focusing lens, the sample appears upside down. The black regions at the top and bottom
margins correspond to shadows thrown by the windings of the coil. The samples’ entire edge curve
is marked. In addition, a single edge point and its coordinates (R,¢) with respect to the center of
mass, (xo, ¥o), is highlighted.

<6 are fitted to the averaged edge curve < R(¢p) >:

6
<R(p) >= > aiP;(cos(¢)) 2.9)

i=0

with P; being the i Legendre polynomial.

At this point, an important assumption is made in order to evaluate the volume: It
isassumed that the equilibrium shape of the droplet exhibits rotational symmetry with
respect to the vertical axis. If this assumption is valid, the volume can be calculated
using the following integral [17]:

n
Vpixel = %n/ < R(p) >>sinpdg (2.10)
0

In Eq. (2.10), Vpixe is the volume in pixel® units. For the calculation of the real volume,
Vgeal, i-€. in cm?, it is necessary to calibrate the system. As described in Ref. [17], this
is performed by the use of differently sized ball bearings.

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

26 —— 2 Experimental methods

B EML
710 - -
<> pycnometer
7.08 - - [ ]
T=1818K
7.06 :
e "
c 7.04 4 | o
o
Q |<‘> [ ] -
7.02 - | >
[
7.00 A | <><>.
I
&
6.98 - | &
| <O
I I 1
1773 1823 1873
T (K)

Fig. 2.8. Density of pure liquid iron versus temperature (solid). For comparison, data obtained by
Sato using a pycnometer is also shown (open) [18].

Measured density data is shown versus temperature in Fig. 2.8. It is obtained for the
case of pure liquid iron [61]. As visible from the figure, it is also possible to obtain data
in the undercooled region. The thermal expansion coefficient can be obtained from
the slope. In addition, the figure shows data measured for liquid iron by Sato using
a classical pycnometer method [18; 62; 63]. The agreement between the two sets is
excellent and the deviation of both is less than 0.1 %.

In order to estimate the accuracy of this method, it is necessary to identify fac-
tors which contribute to the error budget. Such factors are: strong sample movements,
mass loss due to evaporation, errors in the temperature reading, and uncertainties in
the calibration. In fact, these factors are mutually dependant. For instance, as a con-
sequence of strong evaporation the sample is losing mass. This can lead directly to
a change of the measured density as the density is proportional to the mass, or to a
change in the chemical composition which also changes the density. Finally, conden-
sation of the vapor on the windows will lead to a change of the calibration factor and
can also influence the temperature reading of the pyrometer. Strong sample move-
ments, such as sample rotations, can lead to a flattening of the sample and a perma-
nent break of the axis-symmetry. In this case, the pre-condition of Eq. (2.10) is not
fulfilled and the results may become extremely wrong.
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Table 2.2. Sources of error and their impact on a density measurement.

Source of error Impact

Evaporation severe

Strong sample rotation severe

Optics, edge detection medium

Calibration +1.0 % (EML: Ref. [37])
Temperature reading uncritical (ATx 10 K)
Lateral sample movements uncritical

Among these factors, strong sample movements and mass loss due to evaporation are
the most critical. The effect of mass loss is severe, because mass and density are di-
rectly proportional to each other. Provided, one of these factors is pronounced, an
accurate measurement is no longer possible.

On the other hand, if these factors are avoided, highly accurate data can be ob-
tained. In this case, the overall uncertainty can be estimated as Ap/p<1 .0 %. This
value corresponds to the uncertainty of the calibration [37].

The optical dilatometry method is also successfully applied in combination with
electrostatic levitation [19]. Here, it benefits from the additional advantage that due
to the absence of turbulent fluid flow strong rotations and oscillations are rather rare.
In addition, calibration should also be more precise, resulting in an overall increased
accuracy of the data.

2.4 Oscillating drop method

The oscillating drop technique can be used in order to measure surface tension and
viscosity of a levitating droplet. Hereby, it is used that the droplet performs oscillations
around its equilibrium shape. The time dependent deformation of the droplet can be
described as normal modes by spherical harmonics Yn,m [40]:

+1
RO, 0,0=Y "> an®Y n6 0,0 (2.11)

=0 I=-1

when R is the radius of the drop depending on the polar and azimuthal angles, 6 and
@, respectively, and the time ¢. a) ,,(¢) describes a time dependent deformation, ! and
m are the integers characterizing the oscillation mode.

Surface tension is obtained from the frequencies of the surface oscillations while
viscosity is obtained from the time constant of their decay. In electromagnetic levi-
tation, surface tension can be measured on earth and under microgravity. Viscosity,
however, can only be determined under microgravity. A containerless determination
of the viscosity on earth is currently only possible using electrostatic levitation.
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2.4.1 Surface tension

For a spherical and non-rotating droplet of mass M, Rayleigh [64] has proposed the fol-
lowing relation between the surface tension y and the surface oscillation frequencies
W) m [40; 41]:

W = 10+2)(1- DTy (212)

The frequencies in Eq. (2.12) do not depend on the index m. This is different for a de-
formed sample [18; 40; 41]. A comparison with Eq. (2.11) reveals the meaning of the
first three modes [41]: The mode associated with I = O corresponds to an isotropic os-
cillation. As the liquid is assumed to be incompressible, this mode does not appear in
practice. The mode associated with [ = 1 is the translational oscillation of the entire
droplet. It is important for the measurement process but it does not contain informa-
tion about the surface tension. Consequently, the fundamental mode is I = 2. It is five-
fold degenerate (-2.. 0 .. +2) and the lowest possible surface mode. The frequency w5 o
is called Rayleigh frequency wg [18; 41]:

32m
WJ’
For sample masses of around 1 g, wg/27 is typically around 40 Hz [18].
Equation (2.12) has successfully been applied to samples levitated in microgravity
[28; 65]. On earth, the samples are not spherical. They are also not force-free. The elec-
tromagnetic field imposes an additional, so called magnetic pressure, on their surface.
In general, electromagnetically levitated samples are also not free of rotations. This
whole system of problems has been investigated theoretically by Cummings and Black-
burn [40] who finally made the oscillating drop technique applicable. They found that,
first of all, the deviation of the droplet from the spherical shape partially removes the
degeneracy of the I = 2 modes. The frequencies wy split up into a set of three frequen-
cies, w .2, W7 +1, and w; o. Furthermore, it is assumed, that the magnetic field varies
linearly, 0B,/0z = const, in the vertical direction [40]. Then, w; .2, 2,1, and wy o
are related to the Rayleigh frequency wy as follows:

wi = (213)

2
w30 = w} +wly [ 3.832-0.1714 ( £ ) (2.14)
2aw?y
o 2
w31 = W} +wly [ 3.775-0.5143 ( 5 ) .15)
2aw?y
o 2
w315 = W} +wly [ -0.9297 - 2.571 (é) (2.16)
2aw?

In these equations, a is the mean sample radius, g is the gravitational accelera-
tion and w?, denotes the mean quadratic translation frequency. It is calculated as
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w2r= }(w} + w§ + w3) with wy, wy, and w; being the frequencies of the sample trans-
lations in the three spatial directions x, y, and z, respectively [18; 40; 41]. w,,., and
w>,+1 are pairwise degenerate. In reality, however, this degeneracy is lifted due to the
fact that the sample rotates. In a spectrum, therefore, peaks at five distinguishing fre-
quencies become visible. If the frequency of a rotation around the vertical axis is Qyot
and if Qo is smaller than w 1, [41] it has been shown by Busse [66; 41] that

m
w’l,m =~ wl,m + ?th (217)

with w ; being the shifted frequency.

Equations (2.14)—(2.16) can be combined with Egs. (2.12) and (2.17) so that the sum-
rule of Cummings and Blackburn is obtained, from which the surface tension can be
obtained in practical applications, [18]:

+2 2
3M 3 w3m-1.90% - 0.3 ( £ ) (2.18)

Y= 160n aw?y

m=-2

Correction term
The correction term in this equation accounts for the influence of the magnetic pres-
sure which is estimated from the translational motion of the sample. If this term is
neglected, as discussed in Ref. [41], the resulting surface tension values would be
severely overestimated. Depending on the mass of the droplet, discrepancies of more
than 30 % can easily be obtained.

The setup for monitoring the surface oscillations in electromagnetic levitation is
shown in Fig. 2.9. It is hereby assumed that, in electromagnetic levitation, the surface
oscillations are spontaneously excited due to the induced fluid flow inside the sample.
Artificial excitation of the modes is therefore not necessary. In an experiment, the lig-
uid sample is observed at constant temperature by a camera directed at it from the top,
see Fig. 2.9. The frame rate of the camera must at least be twice as large as the highest
frequency occurring in the spectrum. In practice, a frame rate of 130 Hz is sufficient
for a sample of =1 g. In the setup used for the present work, however, the frame rate
of the camera is 400 Hz allowing to record images with a resolution 400x400 pixel.

For each temperature, either 4096 or 8192 frames are recorded. After finishing
the measurement, the images are analyzed by a program extracting the following pa-
rameters as a function of time: the center of mass, (xo(t), yo(t)), the visible droplet
area, A(t) and two perpendicular radii rx(f) and ry(t). Then, these are fast-Fourier-
transformed (fft) and spectra are obtained from the translation in x- and y- direction,
fit(xo (1)), ftt(yo(t)), of the area, fit(A(t)), of the sum, fft(r«(t) + ry(¢)) and of the differ-
ence, fft(rx(t) - ry(t)) of the two perpendicular radii.

Typical spectra of the translations in x- and y- direction are shown in Fig. 2.10
[67]. The frequencies wx and wy appear as pronounced peaks at approximately 5.5 Hz
and 6.0 Hz, respectively. In the ideal case of a perfect coil, both frequencies should be
identical [41]. Small deviations between them point towards distortions in the coil ge-
ometry. In order to determine w2y, the vertical movement must also be known. This is
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Fig. 2.9. Schematic diagram of the optical setup used in order to measure surface tension in elec-
tromagnetic levitation [18].

slightly more difficult when, as in the setup of the present work, no horizontal camera
is used. However, w; is visible in the spectrum of the area. If the sample moves to-
wards or away from the camera, it’s apparent size changes which is visible in fft(A(t))
as a weakly pronounced peak (see Fig. 2.10). Obviously, it is sometimes hard to dis-
tinguish this peak from the background noise. It can be helpful, in this context, that
w7 = 2wx = 2wy [18; 40; 41].

Figure 2.11, finally, shows spectra of the sum and the difference of the two perpen-
dicular radii [67]. The m = 0 mode can be identified, because it appears in the sum
spectrum but not in the difference [18; 41]. Just as straightforward, the m = +2 modes
are identified, because they should! only appear in the difference spectrum [18; 41].
Finally, the peaks appearing in both, the sum and the difference, belong to the m = +1

1 Deviations from this ideal rule, as in the case of the m = -2 mode in Fig. 2.11, are owed to the fact
that the assumptions (spherical sample, coil with circular cross section, linear variation of B along z-
axis) made in the theory of Cummings and Blackburn are not always fulfilled in a strict sense.
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Fig. 2.10. Spectra of the translational movements in the horizontal directions, x and y, as well as of
the area signal A(f). The peaks corresponding the translational modes of the sample are marked by
X,Y, and z [67].

mode. This way, all five frequencies, a)'z,m for the evaluation of Eq. (2.18) can be iden-
tified.

In a conservative approach, a maximum error of the surface tension Ay/y <5 %
[68] is estimated by assuming numerical errors of the parameters entering Eq. (2.18).
For instance, the uncertainty of the frequency reading is estimated as 0.5 Hz which, in
practice, is in the upper limit. In many systems, such as Fe-Ni [68] or Al-Cu [69], the
variation of the surface tension, with temperature or concentration, is much smaller
than these 5 %. However, it will be useful to analyze and exclude potential sources of
error. Like for the density measurement, such factors are: evaporation and mass loss,
strong sample rotation, and uncertain temperature readings. In addition, the purity
condition of the sample and its environment, is crucial. It turns out, that from exper-
iment mass loss due to evaporation, strong sample rotations and poor purity condi-
tions can be true show-stoppers, if they occur.

In Eq. (2.18), y is directly proportional to the mass. An error in the mass would
directly cause an error of the same order of magnitude in the surface tension. Strong
sample rotations lead to a flattening of the sample. In a spectrum, only a single but
extremely pronounced peak is then visible at double the frequency in this rotation. In
addition, the pre-condition of Eq. (2.18), a negligible sample rotation, is violated.

Finally, the purity condition is crucial. Already a few ppm of some surface active
species, such as oxygen or sulphur, can drastically decrease the surface tension by
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Fig. 2.11. Frequency spectra of the surface oscillation of a AgeoCuso sample at 1440 K. The solid
curve is the Fourier transform of the sum signal of two perpendicular radii and the dotted curve
is the Fourier transform of the difference signal. The peaks corresponding to w'Z’m are marked by
arrows [67].

more than 30 % and even reverse the temperature coefficient [70]. Oxygen can be ad-
sorbed at the liquid metal surface from the gas phase. It is, therefore, important to keep
the environment clean. Sometimes, hydrogen is added to the process gas in order to
reduce the surface. On the other hand, the impurities may already linger inside the
raw materials due to the way, these have been manufactured. Finding a clean mate-
rial and providing the optimum conditions for the measurement is often a challenging
task. Table 2.3 lists factors influencing the accuracy of surface tension measurement.

2.4.2 Viscosity

The oscillation drop technique can also be used for the determination of viscosi-
ties. This has been performed, for instance, by Egry during the shuttle missions
IML-2 (1994) and MSL-1 (1997) [71; 72]. On the ground, these measurements can only
be performed if magnetic damping and strong fluid flow is prohibited [48]. Electro-
static levitation provides a promising platform for such investigations. Correspond-
ing experiments have been performed, for instance, by Ishikawa [73], Paradis [60],
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Mukherjee [74], Rhim [75], Brillo [32], Bradshaw et al. [76] and others. These activities
and the current status of the ESL technique are summarized in a review paper pub-
lished recently by Paradis [19].

The influence of the viscosity on the droplet oscillations was studied mainly by
Lamb [77] and Chandrasekhar [78]. They derived a formula for the viscosity, n, of a
liquid spherical drop which is called Lambs law [41]:

pa’l

T=0-Dei+1 219)

In this equation, I is the damping constant of the surface oscillation and a is the radius
of the spherical droplet.

Unlike in electromagnetic levitation, the oscillations are not self excited. Hence,
in an experiment, a sinusoidal electric field with an amplitude of 0.4 — 2 kV is super-
imposed to the vertical positioning field with a frequency between 100 and 400 Hz
[19; 32]. In this way, a Y, ¢ oscillation mode is excited. It is important, however, that
the amplitude of this mode does not exceed 5 % of the sample radius. Larger ampli-
tudes can trigger flow vortices inside the droplet and consume additional energy [79].

When the Y, o-mode has stabilized, the excitation field is switched off and the
oscillations start to decay due to inner friction. During this decay, shadow graphs are
recorded of the sample.

The use of a high-speed camera (frame rate > 2000 FPS) allows the collection of
10 — 20 data points per oscillation, if the viscosity of the sample is below 100 mPa - s.
The vertical radius a(t) can be determined as a function of time ¢ with a precision of
better than 1% [32]. For further analysis, a.(t) is fitted by a damped sine function

az(t) = ag + ag exp(-I't)sin(wt + &) (2.20)

where ag is the amplitude, I' is the damping constant, w is the frequency, and § is a
constant phase shift. From the obtained value of I', the viscosity is calculated accord-
ing to Lamb’s law, Eq. (2.19).

Table 2.3. Sources of error and their impact on a surface tension measurement.

Source of error Impact

Evaporation severe

Strong sample rotation severe

Optics, edge detection uncritical
Temperature reading uncritical (AT+ 10 K)
Lateral sample movements uncritical

Purity conditions severe
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2.5 Oscillating cup viscometry

Measuring viscosity by means of the oscillating drop technique has many convincing
advantages.

On earth, however, it will only work in combination with electrostatic levitation
which has no straightforward application. In many cases, a certain element or alloy
material cannot be processed at all.

Hence, for the measurement of the viscosities of liquid metals at high tempera-
ture, the classical oscillating cup technique, is still standard [70]. In this technique,
the liquid alloy is in contact with a crucible and one has to struggle with all the short-
comings described in section 2.2.

The cylindrical crucible containing the liquid is suspended by a wire and performs
torsional oscillations around it’s vertical axis. Due to the inner friction of the liquid,
these oscillations are damped. The viscosity can be obtained from the time decay of
the oscillation amplitude.

This can be achieved by formulating the Navier-Stokes equations for the problem.
Depending on which approximation is used, different working equations are obtained
[80], which need to be solved numerically. The most prominent of which is the Roscoe
equation [81; 82], where the viscosity 7 is given by the following expression:

15 2
n= (7711%3 - Z) o 2.21)

Here, I is the moment of inertia of the oscillating system, § is the logarithmic decre-
ment, Tperioq IS the oscillation period time, p is the density of the liquid, R is the inner
radius of the crucible, and Hosc is the height of the sample. The parameter Zos. is given
by

R 3 4R 1 3 9R Cosc,2
Zosc= 1+ c - =+ +| o+ : 2.22
os¢ < 4Hosc ) 0560 < 2 mHosc ) Dosc (8 4 Hosc ) zposc,z ( )

with

2
_ np
Dosc = <7ﬂTosc> R (2.23)
and 5 5

_q1_3 (0% _3(0%)2
Cosc,0 =13 (271) 8 <2n> (2.24)

3 1/ 6 1/6\>
Coscp =1+ 3 (?_[) + 3 <ﬂ> (2.25)

The above equations form a self-consistent system and viscosity can be obtained by
numerical solution. Alternative analyses have become popular during the past years.
Here, the analysis of Beckwith and Newell [63; 83; 84] must be mentioned, as well as
the analysis of Brockner [63; 85].
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Fig. 2.12. Scheme of the viscometer [80].

The apparatus used for the present work was designed and set up by Kehr during the
work for his Ph.-D. thesis [86]. It is described in detail in Refs. [86; 80]. A scheme of the
setup is shown in Fig. 2.12. It consists roughly of two main parts: the furnace and the
oscillation system. The heart of the oscillation system is the torsional steel wire with a
diameter of 0.228 mm. It’s length is approximately 1.3 m and it is accommodated in a
tube-housing held at a constant temperature of 28 °C. A mirror holder with attached
mirror is fixed at the end of the wire for the oscillation detection. The mirror holder
continues with a tungsten rod reaching inside the furnace. This rod holds the graphite
container with the sample crucible inside. Its length is adjusted such that the sample is
located right in the center of the furnace as the temperature here is where homogeneity
is best.

EBSCChost - printed on 2/14/2023 2:19 PMvia . All use subject to https://ww.ebsco.conlterns-of -use



EBSCChost -

36 —— 2 Experimental methods

1 AlCu,
77 T

6 R

n (mPa-s)
~
1
of

| = | ' | ! I ! I J I
800 1000 1200 1400 1600 1800
T(K)

Fig. 2.13. Viscosity of liquid Al;oCuso versus temperature [87].

In order to monitor the oscillations, a laser is shone at the mirror and the reflected
beam is accepted by a position sensitive detector (PSD) in order to measure the angle
of torsional displacement [80].

The furnace consists of a graphite resistance heater with an inner diameter of
100 mm and the length of the isothermal hot zone is 450 mm [80]. Magnetic fields at
the position of the sample are reduced to a minimum due to the meander shaped de-
sign of the heater. Thermal insulation is achieved by a graphite felt wrapped around
the heater. The overall thickness of the insulation is 10 — 15 cm. The outer wall of the
furnace is a water-cooled steel tube [80]. Using this setup, a maximum temperature
of 2600 K is obtained. The maximum operating temperature of the vast majority of
currently existing viscometers is nearly 800 K lower.

During operation, a pyrometer is used in order to record the furnace and sample
temperatures. The pyrometer is directed via a mirror to the bottom face of the crucible
container. The emissivity of the crucible container is determined using the melting
points of several pure metals (Al, Cu, Ni, Co, Fe) as reference temperatures.

The furnace is part of a high vacuum system. Prior to an experiment, it is
evacuated to a pressure of <10~ mbar and then backfilled with Ar of high purity
99.9999 vol-%, so that the measurements can be carried out under a protective atmo-
sphere. In order to avoid that the oscillations interfere with the gas convection flow,
its pressure is reduced to 400 mbar.
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During an experiment, torsional oscillations of the suspended crucible are excited by
an electric motor [87]. The position sensitive detector is read out by a software [86]
which solves the Roscoe equation, Eq. (2.21), and calculates the viscosity. During data
acquisition, the temperature is slowly decreased in steps of 1 K/min [87]. In contrast
to strictly isothermal measurements, a smooth and continuous curve is obtained over
a wide temperature range with several hundred data points, see Fig. 2.13.

In Ref. [80] Kehr specifies an estimated uncertainty of the viscometer of less than
6 %. This value is calculated from estimated uncertainties of the input parameters of
the Roscoe equation. However, the uncertainty of the data reported in the same article
is larger, namely 15 %. The authors identify the crucibles as the main reason for this
discrepancy. Due to chemical reactions, most cups would change their inner diame-
ter during the measurement [80]. In addition, the sample becomes “dirty” from these
reactions and it’s properties would change. Another severe problem in this context
affects the wetting behavior of the melt at the container wall. The Roscoe equation is
derived assuming that, in a hydrodynamic sense, the liquid sticks to the wall and that
there is also no meniscus at its surface. Chemical reactions, such as oxidation, might
destroy these preconditions: If a meniscus forms and if slipping between the liquid
and the container occurs, the sheared volume differs from the actual volume and Eq.
(2.21) can no longer be applied [63]. As a consequence, errors in the viscosity of more
than 50 % are easily encountered.
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In this chapter, systematic density measurements of a number of liquid pure metals
as well as binary and ternary alloys are presented. The measurements are carried out
without a container using the optical dilatometry technique in combination with elec-
tromagnetic levitation. The degree of complexity of the sample materials is increased
stepwise from mono-atomic systems to binary and ternary alloys. The results are dis-
cussed using the excess volume as the key mixing parameter. There is no general rule
of thumb whether or not it is positive, negative or zero. However, it is found that demix-
ing systems tend to exhibit a positive excess volume while strongly mixing systems
show a negative excess volume. For alloys of which the components are chemically
similar, the excess volume is almost zero.

3.1 Formalism

In this section, the mathematical formalism and the terminology used to analyze and
discuss the measured density data will be briefly recalled. The fundamental equation
for the free energy G reads as follows [88]:

dG = Vdp - SAT + _ p;dn; €8Y
i

Here, V is the volume, p the pressure, S the entropy, T is the temperature, y; the chem-
ical potential of component i in the mixture and n; its number of moles. From Eq. (3.1),
the following basic relation can be derived for the volume:

G
(E) L ev (3.2)

For a mixture of different components i with mole fractions x; = n;/ >, nj, G can be
written:
G=> xG)+AG (3.3)
i

where G is the free energy of the pure component i and AG is the mixing free energy.
The corresponding excess property, the excess free energy G, is related to AG via the
mixing free energy of the ideal solution, “YAG which equals RT > i XiIn(x;):

FG=AG-"AG=AG-RT» xIn(x) (3.4)
i
Applying Eq. (3.2) to Eq. (3.3) using Eq. (3.4), yields the following relation for the molar
volume of the mixture, V, with V; being the molar volume of component i and EV the
molar excess volume which equals AV, the mixing molar volume:
V=inVi+EV (3.5)

1
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This equation is intuitively clear: The volume of the mixture is given by the volumes
of the pure components, weighed by their corresponding mole fractions, and an ad-
ditional contribution, £V, originating from the interaction between the particles.

The density, p, is generally given by mass M divided by volume V. As the mix-
ture consists of atoms i with molar masses M; and p; = M;/V; is the density of pure
component i, p is obtained from Eq. (3.5) as:

- X; M;
po it Go)
) iXip * 14

Molar volume and density depend on temperature. For the molar volume, this is ex-
pressed by the thermal volume expansion coefficient f. It describes the change of the
volume relative to a fixed reference point. In a liquid alloy, such a reference point is
usually the liquidus temperature Ty, at which the molar volume equals V7. Then, V(T)
is given by:

V(T) = V(1 + B(T - Ty)) (3.7)

This can be written into a power series expansion for the density:
p(T) = pr.+ pr(T = Tp) + p'(T - Tp)? (3.8)

whereas p; = p(Ty) is the density at the liquidus temperature and py = 0p/dT de-
notes the linear temperature coefficient. The second order temperature coefficient
p’t = 0°p/dT? accounts for a possible deviation p from the linear law. Hints that this
may indeed be possible exist in the case of liquid silicon. Here, a maximum of the den-
sity as a function of temperature is discussed, [89]. In most other cases, in particular
in all of those discussed in the present work, p’r =0 and the density obeys a linear
law:

p(T) = pp +pr(T - T1) (3.9)

There is also a useful relation between p; and § as long as T is in the vicinity of Ty :

~ _PT
Bt (3.10)

Differentiating Eq. (3.6) with respect to temperature, the following expression is ob-
tained for the temperature coefficient of the mixture:

Mipr; oFV | _
pr= [Z xiMi} x [Z X; ;ﬁ“ - aT} v (3.11)
i i

i

In order to apply this expression, the excess volume as well as its temperature depen-
dence need to be known.
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3.1.1 Ideal solution

Excess properties are zero for an ideal solution. In particular, 219G =0 for all values of
p. Moreover, it follows strictly from Eq. (3.2) that:

Bidy _iday = o (3.12)

with BV being the excess volume and A4V being the mixing volume in an ideal so-
lution. Hence, the following conclusion is justified:

ideal solution =" 7 = 0 (3.13)

The reverse conclusion, however, is not allowed. A mixture with zero or vanishing
excess volume is not necessarily ideal. This is seen from integration of Eq. (3.12) with
respect to pressure, yielding an integration constant C. In general, C # O.

In fact, it is not straightforward to decide, whether or not an alloy is an ideal so-
lution, even, if G is reported as zero. The difficulty comes from the fact that for liquid
metals and alloys, the pressure dependence of £G is insufficiently known. For a sys-
tem exhibiting FG =0 at ambient pressure, it’s partial derivative with respect to p may
be unequal to zero. Therefore, one may find £V # 0 even if the system is apparently
ideal. The following possible approach for a model doesn’t work in general: £V  EG.

Combining Eq. (3.12) and Eq. (3.5) the molar volume of an ideal solution, 4V, is
obtained as:

id V= Z Xi Vi (314)
1

Equation (3.14) is a linear combination of the molar volumes of the pure elements.
In some publications, it is known as Vegards law [90]. Vegards law has been derived
empirically in order to describe the observation that the observed lattice constants in
solid crystalline materials change linearly in composition. In the present work, Eq.
(3.14) will be referred to as ideal law in order to emphasize the subtle difference be-
tween mixtures with vanishing excess volume, Ey =0 and an actual ideal solution, see
Eq. (3.13). Now, from Eq. (3.6) one may also note the corresponding expression for the
ideal density, 1%p:

ity - 2iM; (3.15)

M.
D Xitp!

3.1.2 Sub-regular solution

In literature, one distinguishes between regular, sub-regular and sub-(sub-)regular so-
lution models. As the difference between these terms is not relevant in this work and
as their correct definition is sometimes confused in literature, the term sub-regular so-
lution is preferred in this chapter with the following meaning: A sub-regular solution
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is a solution that can be described by the Redlich-Kister-Muggianu polynomial with
non-vanishing interaction parameters, [91].

For a binary alloy with components i, j the excess free energy G written in the
Redlich-Kister form is given by:

Nij
EGi,i = XiX]' Z VLi’j(T)(Xi - Xj)v (316)
v=0
The binary interaction parameters, "L; ;(T) (v = 0... Nj;), describe the interaction be-
tween particles of different kind. They may depend on temperature, but not on com-
position. In a thermodynamic assessment, which is commonly regarded as “good”,
the order of this polynomial is small, typically, Nj; <2'. In addition, "L; ;(T) should
decrease with increasing v. For a mixture of three or more components the Redlich-
Kister-Muggianu form reads as follows [91]:

Nl.]
EG1,2,3 = ZXin Z vLi,i(T)(Xi - Xi)v + TG(T, X1, X2, X3)X1X2X3 +... (3.17)
i<j v=0

The parameters "L; ;(T) are identical with those in Eq. (3.16). In addition, there is also
a parameter | G accounting for a possible ternary interaction. TG depends on T and,
generally also on composition. However, the composition dependence is usually very
weak and, ideally, the influence of the ternary term on the excess free energy should
be comparatively small. If TG =0, the excess free energy of a ternary system can be
predicted from the binary subsystems.

Using Eq. (3.2), Eq. (3.16) and Eq. (3.17) can be transformed into similar expressions
for the molar volume with binary volume interaction parameters " V; ;(T) and a ternary
parameter T V(T), assumed independent on composition. This is first exercised for a
binary system whereas the polynomial is truncated for v >1:

Vi = xix [0 Vi (T) +" Viy(T)(x; - X,-)} (3.18)

The general form of Eq. (3.18) is that of a distorted parabola. The term xixjo V;,i(T), de-
scribes this parabola. Deviations from it are taken into account by the second term,
1Vi,j(T)(xi - xj), inside the square brackets. In most cases, these deviations are so
small that ! V; j can be neglected. Hence, the molar volume of a binary alloy can be
approximated by the following parabola:

BV~ xix;° Vi(T) (3.19)

1 This originates from a point of view according to which a model is generally worsening as more free
parameters are needed in order to achieve agreement with the data. On the other hand, a maximum
number of free parameters of 2 (i.e. Nj; <2) may cause problems in certain applications involving the
thermodynamic factor, which is defined as @ = ‘SZT?
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The derivation for a ternary system is performed analogously, whereas the ternary
parameter TG in Eq. (3.17) transforms into a corresponding ternary parameter 'V =
0T G/ap for the volume. The following equation is obtained for the isothermal excess
volume, E V12,3, of a ternary mixture as a function of the concentrations x;:

binary term ternary term

BV103 =) BV +xax6 V() (3.20)

i<j

The right side of Eq. (3.20) consists of two terms. The left term, accounts for the binary
interactions. As already discussed for Eq. (3.17), £ V;,;(T) is identical with the excess
volume of the binary subsystem and can be determined from an independent mea-
surement.

It is desirable with respect to question Q:3, see Chap. 1, that, like the parameter
TG in Eq. (3.17), TV is also very small. This would have the advantage that the excess
volume of a ternary alloy could easily be predicted from the excess volumes of it’s
binary boundary systems. However, 97 G/dp # 0 even if TG = 0 at ambient pressure.
Therefore, TV can be quite large, even if TG was practically zero. On the other hand,
the integral, [ TVdp is determined apart from an integration constant. Thus, even if
TV was zero, TG could in principle be large.

The temperature dependencies of the interaction parameters 'V; ;(T) and TG(T)
are generally weak. As will be shown below, they can be assumed linear in some cases:

VVi’]'(T) = VAL]' + vBi’jT
(3.21)
Tv(T)="A+"BT

A and B are constants in Eq. (3.21). From a practical point of view, it is usually more
convenient to treat the volume interaction parameters as being independent of T, i.e.
as constants.

3.2 Unary systems

In order to evaluate the excess volume of binary, ternary, and multicomponent sys-
tems, idy must be known precisely. Therefore, the densities of the pure elements are
determined with great care.

Figure 3.1 shows those sections of the periodic table being relevant in this context.
The marked elements are those of which densities are measured. These are Al, the
group Ib noble metals Cu, Ag, and Au, as well as the transition metals Ni, Co, Fe, and
Ti. The latter are all from the fourth period.
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lla llla IVa
4 5 6
Be B C
12 13| 14

Mgl Illb IVb Vb Vib Vb |—Vlllb—| Ib b | Al|| Si
200 21 22| 23 || 24 25 26 27 28 29 || 30(| 31 32
Cal| Sci| Ti|| V Cr || Mn Fe Co Ni Cul| Zn|| Ga|| Ge

38| 39| 40| 41 || 42 || 43 44 45 46 || 47| 48| 49| 50

Srfl Y [| Zr || Nb || Mo|| Tc Ru Rh Pd || Ag|| Cd|| In || Sn

56 72| 73 || 74 || 75 76 77 78 || 79|l 80| 81 || 82

Ba Hf || Ta|| W || Re Os Ir Pt || Au|| Hg|| TI || Pb

Fig. 3.1. Relevant section of the periodic table. Densities of the highlighted elements are measured
in the liquid state and will be discussed below.

Table 3.1. Key of methods for density determination used in the tables below [27].

Key Name

A Archimedian methods

BP Bubble pressure

EML Electromagnetic levitation

ESL Electrostatic levitation

EW Exploding wire

G y-Absorption dilatometry

P Pycnometer method

R Recommended from literature review
SD Sessile drop

The results for the density are compared with each other and with selected literature
data in Figs. 3.2-3.4. Moreover, they are summarized in Tabs. 3.2-3.9 and compared
therein with published results from literature. These are attached with a key specify-
ing the method used for their determination. These keys are defined in Tab. 3.1. The
key R, meaning “recommended”, specifies that the listed value is obtained from a lit-
erature review. To some of them, the results of the present work have contributed as
well (see, Refs. [63; 92; 93; 94; 95]). Furthermore, some of the literature data is picked
from these or other review articles in which it partially went through a pre-selection
process making sure that their error in accuracy is under a certain arbitrarily chosen
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threshold. This threshold is around +1.0 % in most cases. For this reason, the listed
literature values are not strictly independent from one another.

3.2.1 Liquid Al

Density data of liquid Al is obtained in Refs. [15; 96; 97] as functions of temperature
over ranges of Ty < T < T+ 300 K. Undercooling is not achieved.

The data is shown in Fig. 3.2 together with reference data from Assael [63] and
Mills [12]. In the cases of the data published in Refs. [96] and [97], the densities change
over the investigated temperature ranges linearly from ~2.35 g - cm > at T;, to approxi-
mately 2.3 g - cm™ at ~ 1230 K. This data is in agreement with the results of Assael [63]
with an overall deviation of less than 1.0 %. The recommended values of Mills [12] are
only slightly larger. The data reported in Ref. [15] is approximately 2 % smaller than
the ones of Refs. [96] and [97]. However, is is still within the margin of acceptance.

Equation (3.9) is fitted to the data and the obtained parameters p; and pr are listed
in Tab. 3.2 together with other results from literature. Agreement is obtained in this ta-
ble within + 1.0 % for p; and within + 19.0 % for pr. The uncertainty of pr is generally
much larger than for the density itself. This is because the temperature coefficient of
the density is exposed to specific sources of error, such as evaporation, see Chap. 2.
In addition, pr is harder to measure as for its precise determination, data must be
recorded over a sufficiently large temperature range. Often, this range is not fully ac-
cessible.

Table 3.2. Parameters p, and pr for the density of pure liquid Al measured in this work [96; 15; 97]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

pL(g-cm™3) pr (107#g - cm3K™Y) Method Source
2.37 -2.6 A [98]
2.39 -3.9 BP [99]
2.37 -2.6 SD [100]
2.38 -3.3 SD [101]
2.37 -3.1 G [102]
2.38 -2.3 G [103]
2.38 -2.3 R [12]
2.37 -3.1 R [63]
2.36 + 0.03 -3.3+0.03 EML [96]
2.36 + 0.03 -3.0 £ 0.03 EML [97]
2.29 + 0.03 -2.5+0.03 EML [15]
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Fig. 3.2. Density of pure Al versus temperature [96; 97; 15] (symbols). For comparison, the represen-
tations reported by Mills [12] (1) and Assael [63] (2) are shown as lines as well.

On the other hand, pr is relatively small compared to p. The ratio of the error in p to p,
i.e. Apt/p, isin the order of 107, Hence, over a temperature range of several 100 K, an
uncertainty in pr will not cause a significant uncertainty in the density with respect
to the experimental accuracy of p.

3.2.2 Noble metals (Cu, Ag, Au)

Measured densities of the pure liquid noble or semi-noble metals, Cu [17], Ag [37], and
Au [104] are plotted in Fig. 3.3 versus temperature. Again, all experimental data can
be described by linear laws, i.e. by Eq. (3.9). Undercoolings are not achieved. Data is
measured over temperature ranges of almost 400 K for Cu and 450 K for Au. In the
case of liquid Ag, evaporation becomes pronounced and the corresponding mass loss
becomes unacceptable when the temperature exceeds roughly T7+200 K.

In addition to the strong evaporation at higher temperatures, another problem
renders the levitation of pure liquid Ag, and Ag- containing alloys: An extended film
of sulphur appears on top of the samples’ surface as soon as it is molten. This occurs
even though nominally high purity material is obtained from the supplier. The sulphur
originates from chemical reactions of the solid material with gaseous or dissolved SO,
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Fig. 3.3. Density of the pure metals Cu [17] (squares), Ag [37] (circles), and Au [104] (triangles) ver-

sus temperature. For comparison, the representations reported by Mills [12] and Assael for Cu [93],
Assael for Ag [94] and Paradis [95] for Au are shown as lines, as well. The short vertical lines mark

the positions of the corresponding liquidus temperatures, T,.

when being ex situ in contact with water or air. The sulphur cannot be removed under
the reducing conditions of a levitation experiment?. It is a particular problem for the
temperature measurement as its emissivity is not constant with respect to time and
temperature. Under these conditions, reliable temperature measurements are possi-
ble only, if the pyrometer is focused on a clean section of the surface area. In addition,
the pyrometer signal, Tp 1, needs to be checked several times at the liquidus tempera-
ture T, upon melting and solidification. As long as the temperature measurement can
be carried out reliably, the sulphur layer on top of the droplet is not considered a severe
problem for the density measurement. The error encountered this way is = +1.5 %, see
Tab. 3.4.

2 As proved in later experiments, see Chap. 4, the sulphur layer can effectively be removed if, prior to
the actual experiment, the silver is levitated and melted in air.

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



3.2 Unary systems =— 47

Table 3.3. Parameters p, and pr for the density of pure liquid Cu measured in this work [17] (bold).
The data are compared with selected data from literature. The experimental methods used are spec-
ified in the third column.

p1 (g-cm™3) pr (107 g-cm3K™Y) Method Source
8.03 -7.9 MBP [105]
8.09 -9.4 EML [106]
7.92 -8.4 EML [107]
7.96 -7.6 R [12]
8.02 -6.1 G [103]
8.06 -7.8 A [108]
8.00 -8.2 R [93]
8.00 -10.0 BP [109]
8.00 -8.3 A [110]
8.03 -8.2 BP [111]
8.05 -10 SD [112]
8.18 -4.5 EW [14]
7.98 -15 A [113]
7.90 £ 0.1 -7.65 £ 0.5 EML [17]

Table 3.4. Parameters p, and pr for the density of pure liquid Ag measured in this work [37] (bold).
The data is compared with selected data from literature. The experimental methods used are speci-
fied in the third column.

p1 (g-cm™3) pr(107* g-em=3K™?) Method Source
9.23 -8.8 R [94]
9.31 -9.7 G [114]
9.32 -10.5 A [115]
9.29 -8.3 BP, A [116]
9.33 -11.1 BP [111]
9.32 -9.8 A [117]
9.28 -9.0 A [118]
9.24 -6.5 A [113]
9.29 -11.75 SD [119]
9.15 + 0.12 7.4 + 0.8 EML [37]

The parameters p; and p, obtained from fitting Eq. (3.9) to the experimental data,
are listed in Tabs. 3.3-3.5 together with their respective uncertainties [17; 37; 104]. The
concurrance with the literature data, also listed in Tabs. 3.3-3.5, is generally good. Over
the investigated temperature ranges, the overall deviations between the literature data
and the ones of the present work are approximately +1.0 %. This is also seen in Fig.
3.3 where the experimental data is plotted together with the corresponding reference
data of Mills [12], Assael [93; 94] and Paradis [95]. The relative uncertainties Apt/pt
are about 10 %.
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Table 3.5. Parameters p, and pr for the density of pure liquid Au measured in this work [104] (bold).
The data is compared with selected data from literature. The experimental methods used are speci-
fied in the third column.

p1 (g-cm™3) pr (1074 g-cm3K™Y) Method Source
17.3 -12.3 A [118]
17.3 -13.4 A [120]
17.2 -14.4 EW [14]
17.4 -14.4 ESL [95]
17.2 -12.7 SD [121]
17.4 -16.1 A [122]
17.3 -12.0 A [113]
17.4 £ 0.1 -11.0 £ 0.6 EML [104]

Table 3.6. Parameters p, and pr for the density of pure liquid Ni measured in this work [17; 123]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

pL(g-cm3) pr (107*g - cm3K?) Method Source
7.86 -6.7 ESL [124]
7.89 -6.5 ESL [125]
7.89 -12.1 EML [126]
7.91 -11 EML [107]
7.85 -12 R [12]
7.68 -12.7 SD [127]
7.81 -7.3 G [103]
7.87 -9.9 R [94]
7.89 -11.9 SD [128]
7.84 -11.2 P [62]
7.77 -16.8 A [129]
7.76 -10.7 A [130]
7.97 -11.6 A [131]
7.94 -11.1 EML [132]
7.91 -11.7 G [116]
8.02 -12 BP [133]
793+ 0.1 -10.1 £ 0.5 EML [17]
7.82+ 0.1 -8.6 £ 0.6 EML [123]

3.2.3 Transition metals (Ni, Co, Fe, Ti)

Density data of the pure liquid transition metals, Ni, [17; 123], Co [134], Fe [61; 123], and
Ti [135] is plotted in Fig. 3.4 versus temperature. Undercoolings are archieved for all
materials. In the case of Ni, data is obtained in a temperature range of approximately
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Fig. 3.4. Densities of liquid Ni [17; 123] (squares), Co [134] (circles), Fe [61; 123] (solid triangles),
and Ti [135] (open triangles) versus temperature. The short vertical lines mark the positions of the
corresponding liquidus temperatures, T;.

T1-220K < T < T;,+200 K. For Co, the temperaturerangeis T; -70 K< T < T +100 K,
for Fe, itis T, - 70K < T < Ty + 120K, and in the case of Ti, data is obtained in a
temperature range of approximately T;, - 90K < T < Ty + 50 K.

Ni exhibits the largest and Ti the smallest density. The densities of Co and Ni are
closer together. In fact, the density of Co is only 1.0 % smaller than that of Ni.

The obtained respective fit parameters p; and pr are listed in Tabs. 3.6-3.9
together with their corresponding uncertainties. In the cases of Ni, Co, and Fe,
the observed temperature coefficients, pr, are similar to each other, i.e. roughly
10.0 x10™4g - cm K1

Tables 3.6-3.9 also show parameters p; and pr of available literature data. Concur-
rence, within +1.0 %, is obtained for Fe, Ni, and Co. In the case of pure Ti, the overall
agreement is also good. However, the base of available literature data is smaller than
for the other metals. In addition, the deviation among all data in Tab. 3.9 is almost
10 % and thus larger compared to the other metals.

The increased relative inaccuracy of the Ti data can be explained by three causes,
acting together to some degree: The density of Ti is lower than that of the other metals.
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Table 3.7. Parameters p, and pr for the density of pure liquid Co measured in this work [134] (bold).
The data is compared with selected data from literature. The experimental methods used are speci-
fied in the third column.

pL(g-cm3) pr (107*g - cm3K?) Method Source
7.81 -7.0 G [136]
7.67 -11.8 A [129]
7.76 -12.3 BP [137]
8.02 -10.6 SD [138]
7.78 -10.2 EML [132]
7.76 -16.5 BP [109]
7.75 -11.0 BP [133]
7.75 -11.0 R [12]
7.83 -9.4 R [92]
7.81+ 0.1 -8.9+0.1 EML [134]

A certain absolute error would have a larger impact on a relative scale. The processing
temperature of Ti is larger than that of the other metals (T =1941 K). Evaporation is
therefore more critical. In addition, Ti is chemically highly reactive. This provides an
additional challenge at the high processing temperatures applied.

Table 3.8. Parameters p, and pr for the density of pure liquid Fe measured in this work [61; 123]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

po(g-cm™3) pr (1074g - cm~3K™?) Method Source
7.04 -8.2 P [62]
7.18 -16.6 A [129]
7.02 -8.5 EML [132]
7.08 -12.3 BP [109]
7.02 -9.3 A [139]
6.98 -9.4 A [130]
7.00 -8.2 EW [14]
6.98 -5.7 G [103]
6.98 -9.5 BP [133]
7.04 -8.6 BP [140]
7.03 -8.6 R [12]
7.03 -9.3 R [63]
6.99 + 0.1 -5.6 £ 0.2 EML [123]
7.04 + 0.07 -10.8 + 0.1 EML [61]
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Table 3.9. Parameters p, and pr for the density of pure liquid Ti measured in this work [135] (bold).
The data is compared with selected data from literature. The experimental methods used are speci-
fied in the third column.

pL(g-cm3) pr (107*g - cm3K™) Method Source

4.17 -2.2 ESL [141]

4.10 -9.9 ESL [142]

4.21 -5.1 ESL [19; 143; 144]
4.14 -2.25 R [12]

4.29 -2.3 EW [14]

4.1+ 0.4 -3.3+x0.4 EML [135]

Table 3.10. Density of the investigated liquid elements. For each dataset, the table shows the name
of the element, its atomic number Z, the liquidus temperature Ty, the parameters p. and pr includ-
ing their uncertainty, and the literature reference.

Element V4 T PL Pt Source
(K) (g-cm™3) (10~%g - cm~3K™?)
Al 13 933 2.36 £ 0.03 -3.3+0.03 [96]
2.29+0.03 -2.5+0.03 [15]
2.36 +0.03 -3.0+£0.03 [97]
Cu 29 1358 7.90+0.1 -7.65+0.5 [17]
Ag 47 1233 9.15+0.12 -7.4+0.8 [37]
Au 79 1333 17.4+0.1 -11.0+0.6 [104]
Ni 28 1727 7.93+0.1 -10.1+0.5 [17]
7.82+0.1 -8.56 + 0.6 [123]
Co 27 1768 7.81+0.1 -8.9+0.1 [134]
Fe 26 1818 7.04 £0.07 -10.8+0.1 [61]
6.99 +0.1 -5.6+0.2 [123]
Ti 22 1941 4.1+0.4 -3.3+0.4 [135]

3.2.4 Synopsis

For the pure elements discussed above, the obtained parameters p; and pr are listed
together in Tab. 3.10. In addition, the appropriate liquidus temperatures T, are also
shown. The nearly monotone relation between p; and the atomic number Z is obvi-
ously due to the fact that p is directly proportional to the molar mass. This also ex-
plains the observed large differences in density among the elements.

The physically relevant property which needs to be discussed is, however, the mo-
lar volume, V. It is shown in Tab. 3.11 for each of the investigated pure liquid el-
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Table 3.11. Molar volumes of the investigated liquid elements. For each dataset, the table shows the
atomic number Z, the molar volume V| at T, the thermal expansion coefficient, 8, atomic radii after
Miracle, ry [145], and Pauling, r1 [146], as well as respective packing fractions dy and 9;.

Element Z v B m@)  rn@®  om (21
(cm3mol™®) (1074K™)
Al 13 11.48 0.40 1.41 1.25 0.616 0.427
11.79 1.10 0.600 0.416
11.48 1.27 0.616 0.427
Cu 29 8.04 0.97 1.26 1.17 0.627 0.506
Ag 47 11.79 0.81 1.44 1.34 0.640 0.514
Au 79 11.32 0.63 1.43 1.34 0.652 0.531
Ni 28 7.40 1.27 1.26 1.16 0.682 0.532
7.51 1.09 0.672 0.525
Co 27 7.55 1.14 1.24 1.16 0.638 0.518
Fe 26 7.93 1.53 1.26 1.17 0.636 0.503
7.99 0.8 0.632  0.499
Ti 22 11.68 0.8 1.42 1.32 0.618 0.501

ements. Here, V1, denotes the molar volume at the liquidus temperature and f the
thermal volume expansion coefficient calculated from pt using Eq. (3.10).

For all elements in Tab. 3.11, the thermal volume expansion coefficient f is of the
order of 1.0x10™* K~! and almost constant. A significant scatter of = 50 % is found,
even among different measurements for the same element.

It is striking from Tab. 3.11 that, with respect to their molar volume, the listed el-
ements can be subdivided into two groups: one group where V| is between 11.0 and
12.0 cm®>mol ! and another one with V; attaining values around 7.5 cm? /mol. The first
group consists of Al, Ti, Ag, and Au. The second group contains the remaining transi-
tion metals, Ni, Fe, Co, and Cu.

In order to elucidate this observation, the corresponding atomic radii r, are
discussed as following. The concept of atoms having a radius is based on the idea
that, under some circumstances, it is useful to describe them as hard spheres with
defined radii. The volume of such a sphere is then given by 4/37r2; and the to-
tal compact volume for one Mol of spheres is given by Vm,c = 4/3mr} Ny, with
Ny, = 6.023 x 102mol ™! being the Avogadro number.

The power of this concept, however, comes down to the right definition of . In
Ref. [146] two kinds of atomic radii, r; and rq,, are reported for each element: r{, cor-
responds to the half of the mean bond distance between atoms in a hexagonal close
packed (hcp) structure with coordination number 12. These values are re-assessed by
Miracle [145]. The corresponding radii, ry;, are listed in Tab. 3.11 as well. r; in Ref.
[146] denotes the radius of an atom bonded in a dimer with the formal coordination
number 1. The radii r; are approximately 5 % smaller than ry; and ry5. In a number of
cases the Stokes-Einstein relation could partially be validated using r; for the hydro-
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Fig. 3.5. Packing fraction d; at liquidus versus atomic number Z. The inset shows V, versus com-
pact molar volume calculated using ri. The solid line hereby corresponds to a fit of Eqg. (3.22). Solid
symbols: data measured in this work. Hollow symbol: Vanadium [149].

dynamic radius [147; 148]. Hence, r; may be more suited for the study of systems with
mobile atoms. Such systems are liquid metals at T > T;. For each element Tab. 3.11
also lists ry.

Figure 3.6 shows a plot of the measured V7, versus Vim,c calculated from the atomic
radii ry. Obviously, the two quantities are linearly related via the average volume pack-
ing fraction 6:

Vm,e =6V (3.22)

This also explains the fact why there are apparently two groups of elements with re-
spect to their molar volume in Tab. 3.11. This is simply, because only elements with
two classes of radii, smaller ones around 1.26 A and larger ones around 1.41 A, have
been investigated. Vanadium, for instance, has an atomic radius of ry y =1.35 A [145]
lying in between. Using the density data published by Paradis [149], it becomes obvi-
ous that the molar volume is also in the middle between the two groups. As shown in
Fig. 3.6, Vanadium fits nicely into the scheme of Eq. (3.22).

If Eq. (3.22) is fitted to the plot in Fig. 3.6, a value of 0.633 is found for 6. This
value is very close to the known packing fraction calculated by Bernal [150] for a dense
stochastic mixture of spheres which is dgyoc, =0.637.
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Fig. 3.6. Molar volume at liquidus temperature, V| versus compact molar volume calculated using
ry for the data measured in this work (solid) and for Vanadium (hollow) [149]. The solid line repre-
sents a linear fit of Eq. (3.22). The dashed line represents a plot of Eq. (3.22) using for & the value of
dense stochastic spheres, 0.637.

In colloidal systems, the critical packing fraction at the glass transition is 0.515. Hard
sphere systems at the glass transition exhibit critical packing fractions of approxi-
mately 0.56. Hence, from the standpoint of dynamics, a packing fraction of 0.633, as
obtained above, is rather non-physical in liquid metals at temperatures far above their
glass transition temperature Tg.

Table 3.11 also lists packing fractions 6§, calculated from r;. As visible, §; scatters
around 0.5. This value seems to be physically more realistic. Figure 3.5 shows a plot
of 8, versus the atomic number Z. With the exception of Al, the packing fractions are
distributed around a mean value of §; =0.514. This is remarkably close to the value
of 0.515 for which colloidal systems perform the glass transition. Pure Al exhibits a
significantly smaller packing fraction of §,=0.42.

In addition, the inset in Fig. 3.5 shows a plot analogous to Fig. 3.6 where V7 is plot-
ted for each element versus the compact molar hard sphere volume Vi c = 4/37r3 Ny,
Again, the validity of Eq. (3.22) is found for all the investigated elements, except Al.
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Fig. 3.7. Density of liquid Al-Cu versus temperature. The different symbols correspond to measure-
ments for alloys with different composition. The lines represent fits of Eq. (3.9).

3.3 Binary systems

Starting from mono atomic systems, the investigations are now extended to their bi-
nary combinations. The following binary systems are investigated systematically: Cu-
Ni [17], Cu-Fe [61], Co-Cu [134], Ag-Cu [37], Au-Cu [104], Ag-Au [37], Fe-Ni [61; 123], Co-Fe
[134], Cr-Ni [123], Cr-Fe [123], Cu-Ti [135], Al-Cu [96], Al-Au [15], Ag-Al [96], Al-Ni [21], Al-
Fe [21], Cu-Si [151], and Al-Si [97].

As an example, the binary Al-Cu [96] system is discussed in detail. Figure 3.7
shows the measured density data versus temperature for pure Al and Cu as well as
for the binary alloys with Al concentrations ranging from 0 to 100 at.-%. Due to the
good levitation stability and low vapor pressure of the Al-Cu samples, precise data is
obtained, even in the broad temperature range of T;, < T < T + 1000 K. In order to
analyze the concentration dependence, p is calculated using the corresponding pa-
rameters pp and pr from Eq. (3.9). This calculation is done for each composition at a
constant temperature of 1400 K. This temperature is chosen so that it lies in the center
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Fig. 3.8. Isothermal density of Al-Cu versus aluminium concentration x, (symbols) for T =1400 K.
The solid line represents Eq. (3.6) with the excess volume adjusted in Eq. (3.19). The dashed line
corresponds to the ideal solution, Eq. (3.15). The inset shows the measured excess volume versus
Xxa Which can be described by adjusting Eq. (3.19) (line).

of the temperature range common to all data in Fig. 3.7. The result is the isothermal
density which is plotted in Fig. 3.8 versus the Al-mole fraction x,;.

Asvisible from this figure, the density decreases with an increase of the Al concen-
tration from a value of ~ 8.0 g - cm™>, corresponding to the density of pure Cu, down to
approximately 2.2 g - cm™>, which is the density of pure liquid Al at this temperature.

The dashed line in Fig. 3.8 represents the density of the ideal law, i.e. Eq. (3.15)
where the excess volume EVALCU = 0. A deviation of the measured density data from
the ideal law towards larger values is clearly visible. In Fig. 3.8 it amounts to nearly
8 % of the magnitude of the ideal density and is largely compared to the experimental
error of <1.5 %. Therefore, the excess volume £ Va1,cu is negative in Al-Cu.

The solid line in Fig. 3.8 shows Eq. (3.6) with °V,, ¢, obtained from a fit of Eq.
(3.19). As visible, the agreement with the experimental data is far better than in the
case of the ideal law. The experimental density data can also be used as an input to
Eq. (3.6) in order to calculate the corresponding excess volumes as a function of the
respective Al-mole fraction x,;. This is shown by the inset in Fig. 3.8. In agreement
with Eq. (3.19) the excess volume as a function of x,; can be described by a parabola
for Al-Cu. Equation (3.19) is found to be applicable to nearly all binary alloy systems
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investigated in the present work. There are only two exceptions: Cu-Ti and Cu-Si. Their
cases will be discussed further below. However, they still correspond with Eq. (3.18) of
which Eq. (3.19) is a special case.

Generally speaking, the excess volume can be zero, positive, or negative. A neg-
ative excess volume is commonly associated with a process where smaller atoms fill
voids between larger atoms. Such a process has been investigated in ball bearing mix-
tures [152], for instance, and a negative excess volume is found in all cases. Whether or
not this simple picture can be transferred to liquid metals is, however, more than ques-
tionable [153]. For the investigated alloys, all the assumed cases are observed. Binary
systems for which the excess volume is zero, or almost zero, are Fe-Ni, Co-Fe, Au-Cu,
Ag-Cu, Ag-Au, and Al-Si. Binary alloy systems, for which a negative excess volume is
found are Cu-Ni, Al-Cu, Ag-Al, Al-Au, Al-Ni, Al-Fe and Cu-Si. Alloys with a positive ex-
cess volume are Cr-Ni, Cr-Fe, Cu-Fe, Co-Cu, and Cu-Ti. The corresponding interaction
parameters ° V( T);,; and Ly( T);,; according to Eq. (3.18) are listed for each binary sys-
tem in Tab. 3.12. They are hereby assumed independent of temperature. Only for Cu-Ti
is a small linear temperature dependence considered for both parameters.

Table 3.12. Parameters °Vi,i and 1Vi,] used in Eq. (3.18) for the calculation of the excess volume of
binary liquid alloys. In addition, the absolute maximum value of the excess volume relative to the
ideal volume is shown.

Systemij  °Vij(cm®mol™)  V;;(cm®mol™)  [EV/MV|n  Source

Ag, Au 0 0 [37]
Ag, Cu 0 0 [37]
Al, Si 0 0 [97]
Au, Cu 0 0 [104]
Co, Fe 0 0 [134]
Fe, Ni 0 0 [61]
Ag, Al -2.68 3.2% [96]
Al, Au -2.24 5.0% [15]
Al, Cu -3.37 7.7% [96]
Al, Fe -1.7 14 % [21]
Al, Ni -5.0 22% [21]
Cu, Ni -0.85 2.9% [17]
Cu,Si 0 -5.45 6.5% [151]
Co, Cu 0.45 1.5% [134]
Cu, Fe 0.65 2.0% [61]
Cu, Ti 1.97+1.15-1073T7  6.81-2.65-1073T 16 % [135]
Cr, Fe 0.28 1.0 % [123]
Cr, Ni 0.74 2.0% [123]
Fe, Ni 0.51 1.5% [123]
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In order to discuss the non-ideality of the investigated alloys, the absolute maximum
value of the excess volume relative to the ideal volume, a = [EV/¥V|pax is shown
in Tab. 3.12. Values range from 1.5 % for Co-Cu to 22 % for Al-Ni. With the exception
of Cu-Ti, the largest values of a are found in systems with a negative excess volume.
From large values of a to smaller ones, the investigated systems can be arranged in the
following order: Al-Ni > Cu-Ti > Al-Fe > Al-Cu > Al-Au > Ag-Al > Cu-Ni > Cu-Fe > Cr-Ni >
Co-Cu > Fe-Ni > Cr-Fe. Hence, with respect to the molar volume, Al-Ni is the most non-
ideal and Cr-Fe the least non-ideal among the non-ideal binary systems investigated.
The systems Cu-Ti and Cu-Si in Tab. 3.12 form exceptions. Unlike the other alloys,
their excess volumes cannot be represented using Eq. (3.19) with 0V(T)i,]- being the
only parameter. For Cu-Ti, two parameters, op( T)cy,1i and ! V(T)cy,1i are necessary in
Eg. (3.18) to account for the deviation of the excess volume from the parabolic shape
[135]. It has already been suggested in section 3.1 that this case is theoretically possible.
Here, an example is presented, where this actually occurs in a liquid metallic system.
The inclusion of higher order terms in Eq. (3.18) may become necessary, if the sizes

of the particles in the mixture strongly deviate from one another. In organic chemistry,
this is long known [88]. In fact, the mismatching of the atomic radii (ry or rq, see
Tab. 3.11), is up to ~12 % for Cu and Ti [135]. This is the largest mismatch among the
systems investigated. The difference among the atomic radii is also quite large in Al-
based systems. A small first order term, ly(r )i,]-, can, in principle, be adjusted to the
excess volumes of the other systems as well. A small deviation of £V from the parabolic
shape is evident in every system. As long, as this deviation is small, it should be ig-
nored, i.e. ! Vii(T) =0, in order minimize the number of free parameters in Eq. (3.18).
On the other hand, there is no obvious reason, why a situation where 0V(T)i’]- =0
and 1 V/( T);,; # 0 should be forbidden. It would correspond to a case in which the ex-
cess volume as a function of concentration is changing sign. Cu-Si [151] seems to be an
example for such a system. In the work of Adachi [151] alloys with a Si content of up
to 40 at.-% are processed. For higher Si-concentrations, levitation becomes difficult.
Sample rotations in particular become too strong and the droplet is also no longer
fully visible. In the data obtained so far, a minimum of the negative excess volume is
found at x¢,=80 at.-%, as shown in Fig. 3.9. The position of this minimum is believed
in Ref. [151] to be associated to the composition of the intermetallic phase, CusSi. Al-
though intermetallic phases are stable at lower temperatures and in the solid state
only, it is sometimes believed that precursors already exist in the melt, if the temper-
ature is close to, or even smaller than Ty . For Cu-Si, most likely, this interpretation is
wrong: Adjusting Eq. (3.18) to the excess volume in Fig. 3.9 yields °V(T)c, si ~0 and
YV(T)cu,si =546 cm® /mol, see Tab. 3.12. Using these parameters, Eq. (3.18) is plotted
in Fig. 3.9. As is visible, the curve predicts a change of sign of the excess volume as a
function of composition: EVCu,Si is negative for x¢, > 50 at.-% with the minimum re-
produced correctly at x¢, =80 at.-%. In addition, & Veu,si is positive for x¢, <50 at.-%
with a predicted maximum at x, =20 at.-%. At this composition, no intermetallic
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Fig. 3.9. Excess volume of binary Cu-Si at 1370 K. The solid line is a fit of Eq. (3.18) yielding
®Vey,si =0 and Ve, si # 0.

phase is evident in the phase diagram [154]. For x¢, = 50 at.-% =V equals zero, even
though Cu-Si is by no means an ideal system.

Coming back to the example of Al-Cu [96], a plot of the temperature coefficient,
pr = 0p/oT versus xy1, is shown in Fig. 3.10. With increasing aluminium concentra-
tion, there is a general tendency of py towards larger values. A weak minimum exists
at x,; = 30 at.-%. With respect to the uncertainty of the data it may, however, be neg-
ligible [155]. The dashed curve in Fig. 3.10 shows a calculation of pt according to Eq.
(3.11) with the excess volume being set to zero, i.e. in the case of the ideal law. In ad-
dition, the temperature derivative of the excess volume 0FV/dT is usually very small
[15; 17; 96; 37]. Therefore, it, too, is neglected. Although there are systematic deviations
of the experimental data from this curve, the agreement can be regarded as positive
with respect to the experimental error. An even better agreement can be obtained, if
the excess volume is not ignored in Eq. (3.11). In this case, even the small minimum
Xa1 = 30 at.-% is reproduced correctly.

Setting 0FV/dT =0, Eq. (3.11), becomes:

(> xiM;] x [ZiXiM;?T'i}
(Vv +Ev)2

(3.23)

Pt =
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Fig. 3.10. Temperature coefficient pr of liquid Al-Cu versus xa. The dashed line is calculated from
Eq. (3.24) and the solid line from Eq. (3.23).

It is noteworthy to mention that, except for the excess volume, this formula depends
only on properties of the pure elements. Therefore, the problem of predicting the ther-
mal expansion coefficient can be reduced to understanding the excess volume. If even
the excess volume is ignored, a simple recipe is obtained for the estimation of the ther-
mal expansion coefficient of the density of alloys from only the pure elements:

5 ) [5%

pr = @) (3.24)

Equations (3.23) and (3.24) are found to be applicable to all alloy systems, binary and
ternary, being investigated in the present work.

3.4 Ternary systems

The investigations of the binary systems can be extended to ternary alloys. The focus
hereby is put on the question whether or not results obtained for the binary alloys are
transferable to a ternary system, i.e. if the ternary term needs to be included into Eq.
(3.20) (Q:3). For example, Fig. 3.11 shows a plot of the isothermal density of a section
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Fig. 3.11. Isothermal densities of liquid Co-Cu-Fe alloys at T=1756 K plotted versus xc, along a sec-
tion from CosoFeso to pure copper. The lines represent calculations of Eq. (3.20) for EV=0 (dashed)
and EV;; # 0 (solid). In both cases, the ternary volume interaction parameter TV equals zero.

through the ternary Co-Cu-Fe system versus the copper concentration x¢, at T =1756 K
[134]. In this section, x¢, is varied from 0 to 100 at.-% and the ratio of x¢, to x. is
1:1. The involved binary subsystems are Co-Cu [134], Cu-Fe [61], and Co-Fe [134], see
Tab. 3.12.

The obtained densities are all in a range between 74 to 7.6 g-cm . For x¢, >
80 at.-% they are identical with the corresponding ideal law and appear significantly
lower for x¢, < 80 at.-%. In this concentration range, the excess volume is positive and
the experimental data agrees well with a calculation using Eq. (3.20) with the ternary
interaction parameter TV being set to zero and binary volume interaction parameters
"V; ; from Tab. 3.12. In the same way, the density measured along a second cut through
the ternary system can also be derived from the binary boundary systems [134]. Hence,
in this special case the densities can be predicted from those of the binary subsystems
using Eq. (3.20) [156].
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tion from NisoFego to pure copper. The lines represent calculations of Eq. (3.20) with EV £~ 0 and
TV =0 (dashed) as well as BV, ; # 0 and TV # 0 (solid).

Table 3.13. Ternary volume interaction parameter TV for the investigated ternary alloys.

System TV (cm3mol™) Reference
Ag-Al-Cu 0 [157]
Al-Cu-Si 19.7 [158]
Co-Cu-Fe 0 [134]
Co-Cu-Ni -12.0 [159]
Cr-Fe-Ni 0 [160]
Cu-Fe-Ni 11.5 [161]

Similar results are found for the systems Cr-Fe-Ni [160], and Ag-Al-Cu [157]. However,
TV is generally not zero. This is shown in Fig. 3.12 and 3.13 for two sections through
the ternary system Cu-Fe-Ni, respectively [161].

In these figures, the measured density data is significantly smaller than the curve
predicted only from the binary phases, i.e. where TV =0. If a positive ternary parame-
ter, TV =11.5 cm>mol }, is taken into account, the densities can be reproduced for both
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Fig. 3.13. Isothermal densities of liquid Cu-Fe-Ni alloys at T=1770 K plotted versus xy; along a sec-
tion from CujoFeso to CuxoNigo. The lines represent calculations of Eq. (3.20) with BV # 0 and TV =0
(dashed) as well as EV;; # 0 and TV # 0 (solid).

sections. Co-Cu-Ni [159] and Al-Cu-Si [158] are two other systems, where a ternary vol-
ume interaction parameter is needed. In Co-Cu-Ni, the excess volume is negative and
the ternary interaction parameter, Ty =12.0 cm3mol ™.
These examples show that the influence of the ternary parameter, Ty, on the den-
sity can be quite large. In Cu-Fe-Ni and Co-Cu-Ni, TV actually dominates the density.
Results on densities of the investigated ternary systems are summarized in
Tab. 3.13 by means of their ternary volume interaction parameter, TV.

3.5 Observed trends

With regard to the question whether there is any rule of thumb for the prediction of the
excess volume and the density of a multicomponent system (Q:1), the molar volume
Vm at 1773 K is plotted versus the compact molar volume, Vy, y, in Fig. 3.14 for all
investigated alloys. A similar plot to the one shown in Fig. 3.6 for the pure elements is
produced for the alloys. Vy, v is calculated from ry o110y Whereas ry ajoy is obtained
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Fig. 3.14. Molar volume Vy, versus compact molar volume Vp, (u at 1773 K for all investigated alloys
and pure elements. The solid line represents a fit of Eq. (3.22). The dashed line shows a calculation
of Eq. (3.22) with an average packing fraction & of 0.637 corresponding the an irregularly packed
dense mixture of spheres [150].

from the atomic radii ry ; [145] (i =element) according to ry anioy = >_; Xi’m,i- The data

scatter in Fig. 3.14 around the straight line of Eq. (3.22) with § =0.623. Again, this value

is close to the packing fraction of a dense mixture of stochastically arranged spheres,

which is 0.637 [150].

The investigated alloys can roughly be assigned to three distinct classes as shown

in Tab. 3.14:

Class I contains systems with positive excess free energy, EG > 0, and in which one
element is Cu and the others are transition metals.

Class II contains alloys, in which the elements are similar with respect to their elec-
tronic configuration, i.e. which either belong to the same group of the periodic
table or which are all transition metals. Al and Si do not belong to the same group
of the period table. Moreover, Al is a metal and Si a semiconductor?.

3 Si becomes metallic at high temperatures and its electronic configuration, [Ne]2s?3p? is similar to
one of Al which is [Ne]2s?3p!. They form a eutectic system and weakly interact in the liquid EG ~0. For
the latter reasons, Al-Si is also assigned to class II.
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Table 3.14. Observed trends in the excess volume of the investigated alloys.

Class System Sign of EV Reference

Cu-Fe [61]
Co-Cu + [134]

| Cu-Co-Fe [134]
Cu-Fe-Ni [161]
Cu-Ni - [17]
Co-Cu-Ni [159]
Ag-Au [37]
Ag-Cu [37]
Al-Si ~0 [97]
Au-Cu [104]

1] Co-Fe [134]
Fe-Ni [61]
Cr-Fe-Ni [160]
Fe-Ni + [123]
Cr-Ni [123]
Cr-Fe [123]
Ag-Al [96]
Al-Au [15]
Al-Cu = [96]

1 Al-Fe [21]
Al-Ni [21]
Cu-Ti + [135]
Cu-Si +/- [151]
Al-Cu-Si <0 [158]
Ag-Al-Cu [157]

Class I1I, finally, contains systems with strong attractive interactions, i.e. where
EG << 0. Such systems are the Al-based alloys, except Al-Si. In addition, Cu-Si
and Cu-Ti are also assigned to the third class as FG << 0 for these systems. As Ti is
a transition metal, the Cu-Ti system could also have been assigned to class I, but
its strongly negative excess free energy is rather typical for alloys in class III.

Obviously, the systems in class I have a positive excess volume. Among the six systems
listed, Cu-Ni and Co-Cu-Ni are the only exceptions where negative excess volumes are
exhibited.

In class II, the excess volumes of the systems are approximately zero. This class
contains 10 systems and is the largest among the three. In Ref. [61] it is claimed that
Fe-Ni is an ideal system and that its excess volume is negligible. Measurements re-
cently performed by Kobatake [123] using the same apparatus indicate that £V, y;
might indeed be slightly positive. Exceptions in this class are the systems Fe-Ni, Cr-Fe,
and Cr-Ni for which EV;; > 0 [123].
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The systems in class III exhibit a negative excess volume, except Cu-Ti, of which the
excess volume is positive, Cu-Si of which the excess volume changes sign as a function
of composition, Ag-Al-Cu and Al-Cu-Si. In the cases of Ag-Al-Cu and Al-Cu-Si, the bi-
nary margins are the highly non-ideal systems Al-Cu, Ag-Al and Cu-Si. Thus, one would
expect that the ternary systems would also exhibit pronounced excess volumes. How-
ever, this is not the case. The ternary volume interaction parameters 'V compensate
for the effect of the binary systems. For the other systems in this class the excess vol-
ume is large compared to the corresponding ideal volume (see also Tab. 3.12). These
systems are, therefore, highly non-ideal, not only with respect to their free energy G,
but also due to their molar volume.

The scheme in Tab. 3.14 can be interpreted as a rough tendency that alloys with a
positive excess free energy also have a positive excess volume and alloys with negative
excess Gibbs energy exhibit a negative excess volume. However, this scheme is by no
means a strict rule. The latter becomes evident from the exceptions in Class I, Cu-Ni
and Co-Cu-Ni, and the exceptions in Class III, Cu-Ti and Cu-Si. For Cu-Ni and Co-Cu-Ni
EG >0 but the excess volume is negative. For Cu-Ti, on the other hand, EG <<0 with
Ey >>0. For Cu-Si, finally, EG <<0 and the excess volume can be positive and negative.

Therefore, a tendency for the excess volume is evident but there is no strict corre-
lation between EV and FG.

This finding is in agreement with the results of a simulation study performed by
Amore and Horbach [162] on symmetric binary modified Lennard-Jones mixtures. The
term “symmetric” here means identical interaction potentials are used in order to de-
scribe the interactions between the same kind of particles (A-A and B-B). For different
kind of particles (A-B) a distinguished potential is used. The excess volume and the en-
ergy of mixing are calculated as function of composition whereas the influence of the
depth of the A-B potential as well as its long range attractive part are studied. The main
result of their study is that the sign of the excess volume is determined from a subtle
interplay between the long range and short range parts of the interatomic potentials.
For both, mixing and demixing systems, negative, zero, or positive excess volumes are
found.

3.6 Explanation attempts

In order to understand the physics causing an excess volume and, thus, trying to
understand the scheme of Tab. 3.14, it is no longer sufficient to study the systems
on a macroscopic level. In fact, additional methods, such as X-ray- or coherent neu-
tron diffraction analysis, need to be employed in order to yield information about the
atomic short range order.

Another option, is provided by the opportunity to carry out molecular dynam-
ics simulation (MD) studies. Provided, a suitable interaction potential exists, density
and excess volume can be calculated and compared with the experimental data. In
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Fig. 3.15. Evolutions of the first maxima, r®; of the partial radial distribution functions g; ;(r), with
i, j as labeled, and the total RDF g(r) (labeled “all”), with xa,.

addition, radial distribution functions (RDF’s) g; ;(r) can be determined providing in-
formation about the short range order.

Such investigations are carried out for the system Al-Au [15]. For this purpose, an
embedded atom model (EAM) potential is developed and adjusted to the available ex-
perimental data, Tab. B.4, according to a procedure described in Ref. [15]. The poten-
tial developed this way correctly predicts the measured density, thermal expansion,
excess volume and viscosity.

As further discussed in Ref. [15], the calculated radial partial distribution func-
tions of unlike atoms, ga; a,(r), do not vary with composition for x,, =10 at.-%. This
suggests that in these alloys, the main effect of mixing takes place by Au atoms ef-
fectively replacing Al atoms when x,, is increased. Moreover, the radial distribution
functions, g a4 (r), exhibit a pronounced split in the second maximum which is about
20 % of the atomic radii. This rules out pure geometric packing arguments as a poten-
tial cause. Instead, it can be concluded that in liquid Al-Au alloys, densely packed
units [15] arise through chemical interaction. These units lead to an overall reduction
in volume.

Such features are also observed experimentally in the systems Al-Cu and Al-Ni,
investigated in x-ray diffraction experiments [163].
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The evolutions of the first maximum r'!) of the different partial RDF’s as functions of
Xy are shown in Fig. 3.15 for a temperature of 1400 K.

For Al-Au- and Au-Au bonds, r varies only weakly with composition. Moreover,
the Al-Al nearest-neighbor distance decreases monotonically with increasing x,, [15].
This observation drastically contradicts any theory according to which the packing
of atoms can be described by hard-spheres. In effect, Al becomes compressed in the
presence of a second, more densely packed species. The observed behavior indicates
that the Al-Al interactions are descriptively “softer” as those of Au-Au. Thus, Al atoms
are able of becoming accommodated in the Au-dominated structure by reducing their
interatomic distances.

This, together with the fact that mixing in Al-Au occurs mainly by substitution of
foreign atoms into the denser structure, explains the large negative excess volume of
this particular system [15].

In the scheme of Tab. 3.14, Al-Au belongs to class III. It is striking that members
of this class are mostly Al-based alloys which all exhibit an extremely large negative
excess volume. The underlying mechanism, which is clarified in the case of Al-Au,
is probably the same for all alloys of class III, as well. This will have to be shown in
future. In future, similar MD-studies will be carried out on representative systems of
class I and class II.

3.7 Summary and conclusions

Systematic investigations of the densities of several liquid metal systems, i.e. pure el-
ements, binary and ternary alloys are performed. From the results presented in this
chapter and with respect to questions Q:1 and Q:2 formulated in Chap. 1, it can be
concluded that, ad hoc, there is no general rule or model in order to predict the excess
volume or its sign. In the case of ternary alloys, the excess volumes can be determined
from those of the binary phases only in a number of some special cases. In general,
however, a ternary volume interaction parameter 'V needs to be taken into account
(question Q:3).

Despite this fact, the following trends can be identified for the excess volume (see
Q:1):
— Alloys consisting of elements with similar electronic structure exhibit no or only

a very small excess volume.

— Cu-based alloys with a positive excess free energy containing one or more transi-
tion metals tend to show a positive excess volume.

— Al-based alloys with an exothermic mixing behavior show excess volumes which
are strongly negative.

—  Exceptions from this scheme exist in all three cases.
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Further investigations, involving elements from sections of the periodic table that are
not taken into focus yet, will have to show whether or not this scheme can be main-
tained. Understanding of the observed behavior, however, can only be obtained if,
in addition to the density measurements, other techniques of analysis are employed.
This is demonstrated in the case of Al-Au. Systematic structural investigations, using
simulation- as well as scattering techniques, will play an even more important role in
the future.
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Surface tension data is measured on pure liquid elements, binary and ternary alloys.
The measurements are carried out containerlessly using the oscillating drop tech-
nique in combination with electromagnetic levitation. The degree of complexity of
the sample material is stepwise increased from mono-atomic systems to binary and
ternary alloys. Data is obtained as functions of temperature and, in the case of alloys,
of their corresponding compositions. The results are discussed using thermodynamic
models. The performances of the different models are compared with each other. Gen-
erally, it is found that systems with negative excess free energies exhibit a weak sur-
face segregation while systems with positive excess free energies exhibit a pronounced
segregation.

4.1 Formalism and models
4.1.1 Definition

Surface tension as a macroscopic property is sensitively linked to the microscopic con-
figuration of the interface and can be interpreted as a mechanical tension applied to
the surface [164]. Upon increasing the surface area, a force acts on its circumference
which is proportional to its length. The surface tension, y, is also related to a difference
in pressure, AP, between the two sides of a curved surface [165]. If the curvature of the
surface in any point is characterized by two radii, r; and r,, vertical to each other, the

following relation is valid:
AP=y (l + l) (4.1)

r. n

Equation (4.1) is called Laplace equation. It forms the basis for the description of me-
chanical equilibria at surfaces and interfaces [70].

Atoms in the surface are generally on a higher energy level compared to those
in the bulk [165]. Creating a surface, therefore, costs energy. For a liquid, the surface
tension is identical with the energy per surface area A [164]. If A is increased by dA,
a mechanical work, dw = ydA is required. Hence, it is possible to express the surface
tension by the coresponding change in the free energy G [165]:

oG
y= aj|P,V,T (4.2)

Finally, the surface tension results from a change of the atomic distribution near the
interface and the resulting difference in the net binding energy [20]. y can therefore be
obtained from the normal p | and parallel p; compound of the pressure tensor. Close
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to the surface, p| > p|| [20; 70] and y equals
+oo
y= /pl -p|dz (4.3)

In general, the pressure, P, can be written as PV = Ey — <Z 7-F > with Ey denoting

the mean kinetic energy, r denotes the position of each particle to which a force Fis
applied, and (... ) indicates thermal averaging [166]. If this is applied to Eq. (4.3), one
obtains [41]:

2 _ 2
y= % / dz/ X 1; Z F(R)g(z, R)dR (4.4)
In this equation, R=(1XY,2)isa spatial relative vector and z is a position vertical
to the interface. F is the force between two neighboring particles in a distance R from
each other. g(z, R) finally, is a z-dependent pair correlation function. The latter can be
approximated by a product, g-(z)g(R), of a part depending on z and another one de-
pending on r [20]. If, furthermore, g is approximated by a step function, the integral
can be solved and the following result, known as Fowlers formula is obtained [20]:

y="a" [ arFRIR (45)
0

This equation neglects electronic contributions. The latter might play an important
role in liquid metals. Moreover, the pair correlation function g(r) as well as the inter-
atomic potentials need to be known precisely. Equation (4.5) has been tested success-
fully in a few cases [20].

4.1.2 Gibbs formalism

According to Gibbs [165], the surface (S) of a liquid can be described as the boundary of
a bulk phase (B) with a gas phase (G). Both phases are treated as homogeneous up to
their interface. Consequently, the number densities, [)}B and ﬁiG, of particles of kind
i are also taken as constant. Moreover, the interface is associated with a plane, the
Gibbs dividing plane, (S) separating the two phases from each other. At the position of
(S), which is chosen arbitrarily, the number density changes abrutly from ﬁiB to ﬁiG. If
VB is the volume of the bulk phase and V° is the volume of the gas phase, the number
of moles of particles is given by n? = ﬁiB V® for the bulk phase and by niG = ﬁiG VS for
the gas phase [165].

Realistically, however, the number density does not suddenly change. Instead, it
transits continuously within a limited zone including the interface. The thickness of
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Fig. 4.1. The Gibbs picture of an interface: The two phases, liquid bulk (B) and gas (G), are assumed
to be homogeneous with both having constant number densities p; up to the position of the divid-
ing plane (S) (dashed) where an assumed abrupt change of p; occurs. The real density, however,
deviates from this idealized situation causing an excess of particles, Anis, at the interface (shaded
areas).

this zone, A8, is typically of the order of several A which corresponds to a few atomic
diameters. The situation is schematically shown in Fig. 4.1 [165].

The smooth transition of the number density, p, at the interface causes a devia-
tion, An, of the sum, n? + n?, from the total number of moles, n;, in the entire system.
This is illustrated by the shaded areas in Fig. 4.1. An; is the excess number of moles. It
can be positive, negative or even zero, depending on the position of the diving plane
[165]. The thermodynamic potentials can be written as a sum of their contributions
from the surface-, bulk- and gas-phase. Using the thermodynamic definition of y, Eq.
(4.2), the fundamental equation of the molar free energy of the surface, G can directly
be followed for a mixture of N components, (i = 1..N) [165]:

N
dG® = -S°dT + V°dP - Ady + Y _ uidAx} (4.6)
i

In this equation, S° is the molar entropy in the surface phase, V* is its molar volume,
P is the pressure, A is the molar surface area, and Ax{ = An$/ SN Anf is the excess
surface mole fraction. The term Ay denotes in Eq. (4.6) the mechanical work needed
in order to create a new surface with an area A. Integration of Eq. (4.6) for constant P,
T, and y yields:

N
G® = wdx (4.7)
i
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Differentiation of Eq. (4.7) and comparison with Eq. (4.6) leads to [165]:
N
S*dT - V®dP+ Ady + Y Axidu; = 0 (4.8)
i
This equation is called Gibbs-Duhem relation for surfaces. It can be used in order to
derive a number of useful relations, such as, for instance, the one for the temperature
coefficient of the surface tension, yp = dy/dT:

S B
)/T=—(S AS ) (4.9)

Obviously, yr can be interpreted as the change in entropy needed to create a surface.
For pure elements, yt is usually negative [20]. For systems with more than one com-
ponent, yr may also be positive under certain conditions [155].

At the critical point, T = T¢ it is no longer possible to distinguish between liquid
and vapor and the surface tension equals zero. Close to the critical point, y decays as
function of T according to a power law [165]:

T v
y (1 - TT) (4.10)

with a critical exponent v = %,1. In the high temperature limit, thus, yt is always neg-
ative. At temperatures sufficiently smaller than T, y depends linearly on T:

y(T) =y +yr(T - Ty) (4.11)

In Eq. (4.11) y;. denotes the surface tension at T = T.
Another consequence of the Gibbs-Duhem relation of surfaces, Eq. (4.8) is the
so called Gibbs adsorption isotherm. For constant temperature and pressure Eq. (4.8)
transforms into the Gibbs relation:
N
dy+> Tidy; =0 (4.12)
1
Here, I'; = L\xiS /A denotes the so called adsorption of component i. It can be interpreted
as an excess surface density.
Equation (4.12) can be combined with the following expression for the composi-
tion dependent chemical potential of a solution, y;:

ui = u¥ + RTIn(a;) (4.13)

In this equation, R is the molar gas constant, u is the chemical potential of the stan-
dard (bulk) state, independent of composition, and q; is the activity. The Gibbs ad-
sorption isotherm follows as the result [165]:

N
-dy =Y RTIdIn(a;) (4.14)

1
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Equation (4.14) describes the dependence of surface tension on the composition of an
alloy at constant temperature. Depending on the purpose, Eq. (4.14) may have differ-
ent forms [165]. For instance, in the case of a binary alloy, N = 2, the position of the
dividing plane can be adjusted such, that I, = 0. In this case, Eq. (4.14) reads:

dy = —RTT1d In(a;) (4.15)

Equation (4.15) plays an important role in processes where surface active gas phase
atoms adsorb at the liquid surface. A prominent example is the reduction of the surface
tension of liquid metals under the influence of an oxygen containing atmosphere [167;
168]. In technical processes, such as welding, this has enourmous consequences for
the quality of the final product [169; 170].

4.1.3 Quantities of mixing

Based on the Gibbs adsorption isotherm, Eq. (4.14), it is possible to formally develop
an expression for surface tension in terms of mixing and excess properties. For this
purpose, the Gibbs adsorption isotherm is written in differential form. Subsequent
integration leads to the expression below in which xP denotes the mole fraction of
component i in the bulk phase:

N N
y = Z x?yi - Z RTT;1n(a;) (4.16)
i i

Without violating the general case, the integration constant is writtenas ) ; x?yi and
the activity term is expressed by RT In(a;) = RT ln(x?) +EG; with EG; being the partial
excess free energy. Then, Eq. (4.16) becomes:

idy

N N N
y=>_xyi-Y RIGInG}) - TG (4.17)
i i i

Aidy Ey

In this equation, the right hand side consists of three terms: The first is a linear com-
bination of the surface tensions of the pure individual components in x. The second
term denotes the surface tension of mixing, Aidy, for the ideal solution case. The last
term can be interpreted as the excess surface tension, Ey. Moreover, the ideal surface
tension, idy, equals the sum of the first two terms. The sum of the last two terms cor-
responds to the surface tension of mixing, Ay, for the real solution case. Using this
nomenclature, Eq. (4.17) can be written in its generalized form:

y= idy + Ey (4.18)
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Equations (4.17) and (4.18) provide a formalism similar to the one developed for the
excess volume in section 3.1. Hence, the excess surface tension may also be written in
Redlich-Kister form and the following is valid for a binary system with components i
and j:

Eyij = x?x]B [Oui,j + (- X]B)} (4.19)

The coefficients Oui,]- and 1ui,]~ are generally temperature dependent.

The predictive power of the Gibbs model is rather small. The principle problem
arises from a difficulty with the determination of I'; [165]. This is problematic both,
experimentally and theoretically. The Gibbs formalism has provided a basic thermo-
dynamic theory of surfaces and interfaces. In fact, the Gibbs adsorption isotherm has
generally been accepted as being thermodynamically exact. In order to predict the
surface tension numerically, other, more suitable, models exist.

4.1.4 Butler model

One of the first analytic models for the prediction of surface tension is the Butler model
[171]. It differs form the Gibbs model in the description of the surface. The Butler model
considers the surface as a separate thermodynamic phase which is in equilibrium with
the bulk. In an alloy system, the mole fractions of components in the surface, xiS, gen-
erally differ from those in the bulk, xf‘. Moreover, the surface is considered in the Butler
model as a monolayer of atoms, Fig. 4.2. The latter is assumed for mathematical rea-
sons: If the surface is a monolayer, one may write 1 = . I'A; with A; being the area
that one mole of atoms of type i occupies [20]. Furthermore, the gas phase is com-
pletely neglected.

The following derivation of the concept is adopted from a similar derivation of a
model for liquid-liquid interfaces [172]: If G'*' is the free energy of the total system,
the surface tension corresponds to its change upon changing the surface area. Hence,
using the definition of y, Eq. (4.2), one can write:

_ dG" _ 9G™ dn} dG' on}

dA" " oA dn$ "2~ dn§ oA (4.20)

with niS being the number of moles of particles of kind i in the surface layer. niS will

change by on if the surface area A is changed by 0A. Hence, in Eq. (4.20) y can be

interpreted as the energy needed per unit area to move a particle from the bulk phase

(B) to the surface (S). If n? is the number of moles of particles in the bulk, then:
thot(niS’ nF) ~ aGtot - aGtot

4.21
anS onS ~ onP (420

Introducing the partial molar surface area, A; = 0A/ anf , Eq. (4.20) can be transformed
into the following equation using Eq. (4.21):

y = - u)A! (4.22)

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

76 —— 4 Surface tension

Fig. 4.2. The Butler model of a liquid surface: The surface is considered as a monolayer of atoms. It
forms an individual phase with their own thermodynamic potentials and composition, x?. x® = mole
fraction of component i in the bulk.

whereas in Eq. (4.22) 0G'!/on} and 0G'*'/onP are abreviated by u and u?, respec-
tively. y? is the chemical potential of a particle of kind i in the bulk phase. The chemi-
cal potential of the surface, yis , includes the interfacial energy. yis, therefore, consists
of one part, yA;, depending on the interfacial energy and the partial molar area, and
another one, uis , including the rest:

W= - yA; 4.23)

In Egs. (4.22) and 4.23, uiS can be interpreted as the chemical potential of a particle
of kind i which is not on the surface, but instead, in a bulk phase with a composition
identical to the surface [172].

In case of thermodynamic equilibrium, Eq. (4.23) allows that the chemical poten-
tials, u5 and uZ, can, indeed, be equal without violating Eq. (4.22). Equations (4.22)
and (4.23) can be combined with Eq. (4.13) and Eq. (4.22), which allows for determining
the surface tension of the pure component, y; as (y?'s - y?’B) /A4;, so that the following
relation is obtained:

RT,  ab
y=yi+ - InCg) (4.24)
1 i

InEq. (4.24), af’ is the activity of an element i in the surface and a? is the corresponding
activity in the bulk phase. Equation (4.24) must produce identical results for different
choices of i and it is therefore possible to eliminate y from Eq. (4.24). Equation (4.24)
is called the Butler equation. In the form of Eq. (4.24) it is most general.
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4.1.5 ldeal solution

Before the Butler equation is discussed in greater detail, one of its special cases, the
ideal solution, will be emphasized. For the ideal solution model, RT In(a;) = RT In(x;)
with x; being the mole fraction of component i in any phase. Then, the Butler equation,
Eq. (4.24), turns into:

" RT, x}
—y. In(i 4.25
y=yit g n(xiB) (4.25)

For an alloy with N components, i = 1,..N, Eq. (4.25), results in N equations with
N unknowns: y and N - 1 independent surface concentrations, x?, v xIS\]_1 for which
X5 + ..+ xy = 1. Correspondingly, the system can be solved.

In the case of a binary alloy with components A and B, Eq. (4.25) can even be
solved analytically, using the approximation A, ~ Ag := A. Then, the surface concen-

tration x3 of a component A becomes:

S XE
= A 4.26
XA xB +xBSe(T) (4.26)
and for component B:
B
S XB
=B —0 (4.27)
B x5+ xB/Se(T)
with Se(T) being the so called segregation factor. It is written as
Se(T) = exp (%) (4.28)

Equation (4.26) is plotted in Fig. 4.3. Negative values of In(Se) are equivalent to y, < yg.
The curves in Fig. 4.3 exhibit a convex shape as xSA > xE. This effect is called segrega-
tion or surface segregation. It is more pronounced if the difference between the surface
tensions of the pure components is increased. Surface segregation can be understood
as a process of energy minimization: In order to minimize the energy of the total sys-
tem, G, the component with the smaller surface tension becomes enriched in the
surface layer. Figure 4.3 also shows that segregation takes place already within the
ideal solution model.

Knowing x3 and x§, from Equations (4.26) and (4.27), the surface tension of an
ideal solution can be calculated as a linear composition of y; in the surface concentra-
tions:

9Y(T) = x3ya(T) + X3yp(T) (4.29)

This equation even holds for an N-component system:

N
() = 3 (1) (4.30)
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Fig. 4.3. xﬁ versus xﬁ for the ideal solution model plotted for different choices of the segregation
factor Se.

In order to calculate 'y for the systems investigated in the present work, i.e. binary
and ternary alloys, Eq. (4.25) is solved numerically. For this purpose, the partial mo-
lar surface areas need to be precisely known. Following a strict route, A; has to be
calculated from the molar volume. However, the latter is not always known. On the
other hand, the effect of £V on the surface tension is very small and can be neglected.
Hence, A; is usually approximated from the molar volume, V; of the pure components
according to the following rule [173]:

2
3

Ai = fx (NAV,

i

(4.31)

In this equation, N, =6.023x1023 is the Avogadro number and V; is the molar volume
of the liquid pure element. Moreover, f =1.091 is the geometrical factor [174; 175]. This
value corresponds to an assumed atomic arrangement in the surface similar to an fcc
(111) plane with a coordination number in the bulk of z =12 [176].
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4.1.6 Sub-regular solution

Usually, the ideal solution fails to predict experimental data correctly. This is due to
the fact that, in most systems, £G # 0. For a non-ideal system, the Butler equation can
be expressed using the partial excess free energies, EGiS and EG? , for the surface and
the bulk, respectively:

S
y=y+ Ry, 1 (EGiS(T, X3, ) - EGR(T, X5, ., XI%)) (4.32)
Ap T xBT A

The difficulty with Eq. (4.32) is obvious: While EG? may be known for the bulk from
thermodynamic databases, the thermodynamic potentials of the surface phase, in par-
ticular EGiS , are generally unknown. A priori it is not even clear which functional forms
they should have.

In an attempt to overcome this hurdle, Hoar and Melford proposed that £ Gf
should have the same functional form as by the bulk, apart from a factor £ which ac-
counts for a reduced coordination of atoms in the surface layer with respect to the bulk
[177]:

EGY(T, x5, .., x3) = EEGL(T, x5, ., x3) (4.33)

Depending on the atomic short range order within the liquid, ¢ varies from 0.5 to 1.0
[175; 177; 178; 179]. A value of 0.75 was initially suggested by Tanaka and Iida [175] as a
default for liquids with an unknown structure. Later, they replaced this value by 0.83
based on a more detailed analysis published in Ref. [180]. This value of ¢ shall be used
in the present work as well.

The partial excess free energies EG? are derived from the excess free energy EGB
by partial derivatives with respect to concentration.

For an N-component system, Eq. (4.32), again, forms a system of N equations with
N unknowns, y and N - 1 independent surface concentrations. Up to N = 3, Eq. (4.32)
can be solved numerically. For systems with more components, it might become more
difficult to solve Eq. (4.32) accurately, as the minimum in which the solution converges
becomes broader with an increasing number of components. For true multicomponent
systems different models, based on Gibbs energy minimization, need to be employed
[181].

4.1.7 Chatain model

The Butler equation has often been criticized. For instance, the assumption of Eq.
(4.33) appears arbitrary. It moves the Butler model close to semi-empiric methods. Fur-
thermore, the mono-layer assumption might not always be justified. In reality, there
would be a vertical gradient of composition in the near-to surface region [182]. The
associated surface thicknesses even diverge in real systems, for temperatures close to
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Fig. 4.4. The Chatain model of a liquid surface: The surface is considered as a stack of k atomic

monolayers with each layer n, n = 1, .., k, having its individual composition, x?”).

the critical temperature of demixing [182]. Last but not least, the Butler model is in
disagreement with the Gibbs-adsorption isotherm. For this reason, the Butler model
has even been regarded as being non-physical.

The latter problem, at least, can be diminished by considering instead of just one
monolayer, a stack of multiple layers with each layer having its own composition, see
Fig. 4.4. The concept of such a multilayer model is not new [20]. It dates back to the
works of Defay and Prigogine in 1950 [183] and Taylor in 1956 [184], and others [185;
186].

The most important and recent development of a multilayer model is the one pro-
posed by Wynblatt and Chatain [187]. In its current form, the model is defined solely
for binary systems. It is based on the regular solution or sub-regular solution model
[188]. A recent modification of the model also describes oxygen adsorption at liquid
copper surfaces [189].

In the Chatain model [187], the atoms of the liquid are assumed to reside on cubic
lattice sites with a coordination number z = 12 in the bulk and a lateral coordination
number z; = 6. The number of neighboring atoms in an adjacent atom layer is zy = 3.
Interactions among atoms take place only with the nearest neighbors, whereas @; ;
denotes a single bond energy for a bond between atoms of kind i and j.

If GS is expressed in Eq. (4.7) by the internal energy, US with —Ay being included
into the usual expression of the mechanical work, the surface tension appears as

S S
y= % - T% - Z wily (4.34)
1
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In order to determine y, the three terms, i.e. the internal energy term, the entropy term
and the adsorption term, need to be evaluated separately. This is done layer by layer.
The index (k + 1), hereby refers to the bulk, i.e. xgk”) = xB. In addition, it is assumed
that the area per atom is the same for both elements and in each layer.

Moreoever, it is assumed that the entropy S equals the ideal entropy of mixing
and the chemical potentials of the components are written for a binary regular solution
as

Ui = %[Zx?w +@;;]+RTIn(1 - xf’) (4.35)

where w is the regular solution constant given by: w = @, g —(Pp g+ DPp o)/ 2. Assum-
ing further that y; = —zv®; ;/(24), the following expression for the surface tension of
a binary alloy is obtained:

Ay = Aypx) + Ayax)
- ZVw(xg) - ZXEXS) +(xB)? - 2zvw Zﬁzl(xgl) - xB) x (xg‘) -x5)

w0y (436)
SR NOIEY @y (X
+ RTY ., {XBH In (%) +x," In (ﬁ
Equation (4.36) is solved by minimization of y. Typically, this is performed using a

Monte Carlo algorithm with random sampling. The parameters @; ; and w are related
to standard thermodynamic potentials as follows [187; 190]:

(Di,i =~A-y; w = 70“5:0) (4.37)

The Chatain model is in agreement with the Gibbs adsorption isotherm [187]. The
model is able to predict the composition in the surface near region and its depen-
dence on the layer number [190; 191]. As a particular strength, it can be used in order
to investigate surface phase transitions [187]. This is demonstrated, for instance, in
the case of the metastable demixing in liquid Co-Cu [188].

However, it is fair to mention that the Chatain model also has disadvantages. First
of all, it exhibits a small mathematical inconsistency: While w and @; ; are initially
taken as constants, Eq. (4.35), they tacitly become temperature dependent when link-
ing them later to y; in Eq. (4.37). In addition, the assumption of atoms being arranged
on a lattice does not reflect the reality of a liquid and the assumption of an ideal en-
tropy offers room for improvement. A more serious disadvantage of the model is re-
lated to Eq. (4.37) where w is linked to the first Redlich-Kister coefficient, °L(T = 0).
As the majority of systems involve at least two or three parameters, the field of appli-
cation is, thus, narrowed for the Chatain model. In order to overcome this problem, a
more recent version of the model is developed [188]. An exotic quadratic dependence
on temperature is used therein for the interaction parameters. This brings up difficul-
ties for the matching with existing thermodynamic assessments, as by most of them,
the temperature dependence is either linear or logarithmic.
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Fig. 4.5. The Egry model [193] for the surface tension of a liquid compound forming alloy: The sur-
face is considered as a monolayer. Compounds forming in the bulk with a stoichiometric ratio of
n : m cannot segregate to the surface (encircled).

For some systems, the Chatain model is shown to correctly predict surface tension
[190; 191]. A systematic comparison, which is still outstanding, is performed within
the present work.

4.1.8 Egry model

Another interesting topic of surface tension measurement is linked to the idea that,
in liquid metals, so called compounds may form under certain conditions. Such
compounds would exist in systems which exhibit congruently melting intermetallic
phases [192]. It is assumed that, at temperatures only a little above T}, the intermetal-
lic phase partially survives in the form of a preferred pronounced structural configu-
ration called compound, see Fig. 4.5.

In order to elucidate the impact that compound formation would have on the sur-
face tension, Egry proposed a simple and easily applied model [193] based on the ideal
solution approximation described in section 4.1.5.

The main assumption of this model is that compounds do not segregate to the
surface. In a binary system A, B, with compounds A,Bm, the segregation factor then
changes in the exponent by an additional contribution fse - (n + m)(x5)?(x5)™, where
fse is related to the energy of a single bond in the compound. Hence, Eq. (4.28) changes
into:

(4.38)

A(ya-yB) — fse - (n+ m)(X;B\)"(XE)m)

Se(T) = exp ( RT

The factor fse is an adjustable parameter [193].
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4.1.9 Empirical models

Other empirical models exist, such as, for instance, the model of Allen [194] which
links the surface tension of a liquid element at its liquidus, y; to Ty, pr, and its molar
mass, M:

_2
]M 3

yL=3.6T (7) (4.39)
PL

This model has been improved by Kaptay [195], whereas the basic theoretical frame-
work has been published by him earlier [179]. In his model, the concept was developed
that the surface free energy is related to the cohesive energy and its difference with re-
spect to the bulk- and the surface phase. In addition, it is found empirically that the
cohesive energy is proportional to the liquidus temperature:

YLDV = agTy (4.40)

In Ref. [195], Kaptay also reports a value for the empirical parameter ax which is
ag =38(x10) JK!. In the same work [195], Eq. (4.40) was optimized along existing
data. The new, optimized form of Eq. (4.40) reads:

YN Vf,/f > ag Ty + B T1? (4.41)

with ag = 41 JK™! and a second parameter fx = 3.3 x 107 JK2.
Differentiation of Eq. (4.41) with respect to temperature, leads to a formula for the
estimation of the temperature coefficient yt [195]:

In this equation, Cp is the molar heat capacity and  the thermal expansion coefficient.
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Fig. 4.6. Relevant section of the periodic table. Surface tensions of the highlighted elements are
measured in the liquid state and will be discussed below. In the case of Co, data measured by Eichel
[196] will be discussed.

4.2 Unary systems

In order to discuss the surface tension of binary and ternary liquid alloys, it is first nec-
essary to determine the surface tensions of their pure components. For elements like
Al, Ti and others, this is already a difficult task, due to their high chemical reactivity.
Even now, the surface tensions of liquid aluminium [197] and/or silicon [16; 168; 198]
are still subject to discussion.

Figure 4.6 shows the section of the periodic table which is relevant in this context.
The marked elements are those for which the surface tension is measured in this work.
These are Al, the group Ib noble metals Cu, Ag, and Au, as well as the transition metals
metals Ni, Fe, and Ti. The latter are all from the fourth period. In addition, the surface
tension of liquid Co is also discussed, which was previously determined [196].

The experimental results for the surface tension of the pure components are sum-
marized in Tabs. 4.2-4.9 and compared therein with published results from literature.
The corresponding experimental methods are specified in these tables by a certain key,
defined in Tab. 4.1. The key R, means “recommended” and specifies that the listed val-
ues are obtained from literature reviews. From these, some of the cited original data is
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also chosen for this work. Hence, the reference data is not strictly independent from
one another. Moreover, the results are shown in Figs. 4.7-4.10.

Table 4.1. Key of methods for surface tension determination used in the tables below [27].

Key Name

CR Capillary rise method

DC Draining crucible

DW Drop weight

EML Electromagnetic levitation

ug-EML Electromagnetic levitation under microgravity
ESL Electrostatic levitation

R Recommended from literature review

SD Sessile drop method and its variants

Table 4.2. Parameters y, and yr for the surface tension of pure liquid Al measured in this work [199]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

" Yr Method Source
(N-m™?) (107*N-m~'K™?)

0.865 -1.2 SD [200]
0.873 -1.2 SD [201]
0.865 -1.5 SD [202]
0.867 -1.5 SD [164]
0.871 -1.55 R [12]
0.914 -3.5 R [175]
0.866 + 0.04 -1.46 £ 0.1 EML [199]

4.2.1 Aluminium

Surface tension data of liquid Al [199] is plotted in Fig. 4.7 versus temperature. The
temperature ranges over more than 500 K from T1 +100 Kto Ty +650 K. Undercoolings
are not observed.

The obtained values of y change linearly over the investigated temperature range
from ~0.85 Nm™! at 1050 K to 0.78 Nm™! at around 1550 K, see Fig. 4.7. Equation
(4.11) can be fitted to the experimental data, and the corresponding fit parameters
y1. and yr are listed in Tab. 4.2 together with corresponding results from literature.
Excellent agreement is obtained with the results of Refs. [164; 200; 201; 202] and [12].
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Fig. 4.7. Surface tension of pure Al versus temperature [199] (symbols). For comparison, the rep-
resentations reported by Mills [12], Tanaka [175], and Eustathopoulos [164] are shown as lines as
well.

There is, however, a disagreement with the values reported by Tanaka, [175], for which
yr =0.914 Nm™! and yg =-3.5 10 *“Nm 1K1

This is also observed in Fig. 4.7 where, in addition to the experimental data of the
present work [199], linear representations of the reference data of Mills [12], Tanaka
[175] and Eutstathopoulos [164] is shown. While the agreements between the results
of the present work and those of Refs. [12] and [164] are nearly perfect, the slope of the
surface tension reported in Ref. [175] deviates significantly.

On the other hand, the increased affinity of Al to oxygen cannot be ignored. It
is mentioned in Ref. [12] that, using the maximum bubble pressure method, Garcia-
Cordovilla et al. [203], Goumiri et al. [204] as well as Pamies et al. [201] reported val-
ues of y around 1.0 Nm™! under, as declared by them, oxygen-free conditions. Hence,
surface tension values around 0.86 Nm™!, as found in this work and by most of the
authors cited in Tab. 4.2, are interpreted by them as being related to an Al-surface
saturated in oxygen [12; 205]. In a recent work of Molina [197], it is noted that, if this
interpretation is correct, the scatter of the available experimental data should be in-
creased. However, as visible in Tab. 4.2, this is not the case. In fact the deviation of the
available data from each other is not much larger as for other materials. The influence
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of oxygen on the surface tension of liquid Al is discussed in detail by these authors.
They came to the conclusion, that the value of y ~ 0.85 Nm™' should correspond to a
virtually oxygen free surface. This is in agreement with the results presented here!.

4.2.2 Noble metals (Cu, Ag, Au)

The surface tensions of Cu [67; 191; 206], Ag [67], and Au [199] are plotted in Fig. 4.8
versus temperature. For pure Cu and Ag, surface tensions are measured over almost
300 K. For both systems, the maximum temperature is limited by evaporation. For
liquid Au, data is obtained in a broad temperature range of Ty, < T < Tp+ 600 K.
Undercoolings are not observed.

®
n
>

Cu

Au

Ag
Hibiya
Egry
Keene
Ricci
Egry
Brooks
Mills
Fit

~N OO R W e

0.7 T T T T T T T
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Fig. 4.8. Surface tension of pure Cu [67; 191; 206], Ag [67], and Au [199] versus temperature (sym-
bols). In comparison, representations are shown for Cu [12; 207] for Ag [208; 209], and for Au
[210; 211]. Representations of Ag: 1: Ref. [208], 2: Ref. [209], 3: Ref. [205]. Representations of Au:
4: Ref. [210], 5: Ref. [211]. Representations of Cu: 6: Ref. [207], 7: Ref. [12].

1 It must be noted, however, that very recent measurements performed by Kobatake using electro-
magnetic levitation under controlled atmosphere seem to be rather in agreement with the data of Ref.
[175].
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Again, the data can be described by Eq. (4.11) and the adjusted parameters, y; and yr,
are listed in Tabs. 4.3-4.5. Among the three metals, Au exhibits the smallest relative
scatter in the surface tension. In the case of Ag, the scatter is slightly larger. The largest
scatter in the data, however, is found among the different measurements for Cu. Not
only the curves obtained for each run deviate from each other by up to 10 %, but also
the relative scatter in a single run is nearly (+ 5 %). In Fig. 4.8 the data of Ref. [191] is
obviously about 3 % smaller than that of Refs. [67; 206]. The reason is unclear.

In general, the agreement with the literature data listed in Tabs. 4.3-4.5 is good.
The measured surface tensions of Ag deviate from the literature values systematically
by 3 %, tending towards lower values, if the results of Hibiya [208] are ignored in
Tab. 4.4. The agreement among the different data sets of gold including the results
of the present work, is also within + 3 %.

Figure 4.8 displays representations of some of the literature data. These are the
reviews [12; 205; 207] for Cu, plus some representative studies for Ag [208; 209] and
for Au [210; 211]. For the latter system, no specific review data seems to be available.

As mentioned already in Sec. 3.2, the levitation of liquid silver and its alloys comes
with the particular problem that a visibly bright and extended film of some impurity
appears the surface of the droplet as soon as it becomes molten. From EDX-analysis, it
is evident that this film consists of sulphur originating from chemical reactions when
the solid sample comes in contact with air prior to the measurement. With respect to
the surface tension, the action of sulphur can be fatal. Like oxygen, only a few ppm of
sulphur can drastically decrease y and may even reverse the sign of its temperature co-
efficient yr. In order to obtain reliable surface tension data, therefore, it is imperative
to remove these impurities from the surface in situ, i.e. during the levitation experi-
ment.

In Ref. [67] this is achieved by exposing the liquid sample at high temperature to
an oxygen partial pressure of more than 10> Pa. This way, volatile SO, forms and the
surface is cleaned efficiently within a few minutes.
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Table 4.3. Parameters y, and yr for the surface tension of pure liquid Cu measured in this work
[67; 191; 206], (bold). The data is compared with selected data from literature. The experimental
methods used are specified in the third column.

) Yr Method Source
(N-m™?) (107*N-m~'K™?)

1.33 -2.6 EML [196]
1.30 -2.3 EML [107]
1.33 -2.3 R [12]
1.30 -2.9 R [207]
1.30 -2.5 SD [212]
1.29 -1.6 SD [202]
1.34 -1.8 SD [213]
1.31 -1.1 Sb [214]
1.30 2.1 SD [215]
1.30 £ 0.07 -2.64 £ 0.1 EML [191]
1.33 £ 0.07 -2.6 + 0.1 EML [67]
1.33 + 0.07 -2.3+0.1 EML [206]

Table 4.4. Parameters y, and yr for the surface tension of pure liquid Ag measured in this work [67]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

Yo Yr Method Source
(N-m™) (107*N-m~K™?)

0.966 -2.5 EML [208]
0.91 -1.8 EML [209]
0.925 -2.1 R [216; 205]
0.916 -2.28 SD [215]
0.914 -1.5 SD [213]
0.912 -2.0 SD [217]
0.919 -1.76 SD [119]
0.911 -1.53 SD [214]
0.894+0.05 -1.91:0.1 EML [67]
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Table 4.5. Parameters y, and yy for the surface tension of pure liquid Au measured in this work [199]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

" Yr Method Source
(N-m™?) (1074N-m™K™?)

1.143 -1.4 SD [218]
1.121 -0.9 EML [41]
1.138 -1.9 SD [210]
1.15 1.4 EML [211]
1.140+0.06 -1.83+0.11 EML [199]

Table 4.6. Parameters y, and yr for the surface tension of pure liquid Ni measured in this work [68]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

1 Yr Method Source
(N-m™?) (1074N-m™K™Y)

1.778 -3.8 R [175]
1.770 -3.3 EML [107]
1.770 -3.3 EML [41]
1.796 -3.5 R [205]
1.781 -2.85 R [12; 207]
1.77 -3.30 EML [68]

Table 4.7. Parameters y, and yr for the surface tension of pure liquid Co measured in Ref. [196].
The data is compared with other selected data from literature. The experimental methods used are
specified in the third column.

" Yr Method Source
(N-m™) (10~*N-m~K™)

1.873 -4.9 R [175]
1.944 -6.666 SD [214]
1.89 -3.30 EML [196]
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Table 4.8. Parameters y, and yr for the surface tension of pure liquid Fe measured in this work [68]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

) Yr Method Source
(N-m™?) (107*N-m~'K™?)

1.896 -9.5 SD [219]
1.872 -4.9 R [175]
1.843 -1.86 Sb [214]
1.92 -3.97 EML [68]

4.2.3 Transition metals (Ni, Co, Fe, Ti)

Surface tension data of the pure liquid transition metals, Ni, [68], Fe [68], and Ti [206]
are plotted in Fig. 4.9 versus temperature. In addition, the representation of liquid Co,
obtained by Eichel [196], is shown. The latter has been measured using the same elec-
tromagnetic levitation furnace and under similar conditions as the data for Ni and Fe
of the present work. In order to remove residual oxides from the surface, the experi-
ments on Ni, Co,

225
¢ m Fe
21 o Ni
2.0 - = GO
A Ti
129 =t 1 Paradis (Ti)
= 2 Tanaka (Ti)
S 1.8 7--- 3 Tanaka (Ni)
<17 4 Keene (Ni)
' 5 Brooks (Ni)
1.6 - 6 Tanaka (Fe
7 Brooks (Fe)
1.5 8 Keene (Fe)
1.4 1
1.3

1400 1500 1600 1700 1800 1900 2000 2100
T (K)
Fig. 4.9. Surface tension of pure Ni [68], Fe [68], and Ti [206] versus temperature (symbols). The

data is shown together with results from literature: 1: Ref. [220], 2,3,6: Ref. [175], 4,8: Ref. [205], 5:
Ref. [207].
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Fig. 4.10. Surface tension of pure Ti as function of temperature [206] (solid symbols). The data is
shown together with the y-T representations published in Ref. [175] (“Tanaka”) and Ref. [220] (“Par-
adis™). In addition, data measured by means of various container-based methods is also shown:
[221]-[222] (open symbols).

and Fe are performed by adding hydrogen (< 8 vol.-%) to the process gas. As visible
in Fig. 4.9, undercoolings are obtained for each material. In the case of Ni, data is
obtained in a temperature range of T;, — 320K < T < Ti + 220 K. In the case of Fe,
it is obtained in a range of Ty — 100K < T < T + 230K and for Ti, a temperature
range of T < T < Ty, + 110 K is covered. Fe exhibits the largest and Ti the smallest
surface tension. The results for Co and Fe lie closely together and overlap within an
error margin of +3 %.

The usage of hydrogen gas and its reducing action is discussed by Ozawa [223].
In fact, the kinetics of the reduction is temperature dependent: At low temperature,
the equilibrium may be on the reducing side. In contrast to this, desorption of oxygen
dominates at high temperature. In the regime of medium temperatures, adsorption
of oxygen may become significant which is associated with a sign reversal of yr. Fol-
lowing this argumentation, Ozawa identified in Ref. [223] a small kink in the data of
liquid iron [68] measured in the present work. He explained this kink by the action of
the added hydrogen. It is marked in Fig. 4.9 by an arrow. Obviously, this feature is still
beyond the error margin of +5 %.

The respective fit parameters y; and y are listed for Ni, Fe, and Ti in Tabs. 4.6, 4.8,
and 4.9 together with their corresponding uncertainties. In addition, the fit parameters
for liquid Co are listed in Tab. 4.7.
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Table 4.9. Parameters y, and yr for the surface tension of pure liquid Ti measured in this work [206]
(bold). The data is compared with selected data from literature. The experimental methods used are
specified in the third column.

n yr Tt K)  y(Tier)  Method Source
(N-m™) (1074N-m™K™?) (N-m™?)
1953 1.65 SD [221]
1953  1.588 DW [224]
1941 1.41 DC [225]
1953 1.39 DW [226]
1940 1.51 CR [227]
1943  1.525  PD/DW [228]
1953 1.675  pg-EML [229]
1943 1.475 SD [222]
1.650 -2.6 R [175]
1.557 -1.6 ESL [220]
1.49:0.08 -1.7:0.1 EML [206]

The tables also show available literature data. Correspondance is obtained for Fe, Ni
and also for Co. In the case of pure Ti, there is a big scatter among the published data.
At temperatures close to Ty, surface tensions vary from 1.39 Nm™' [226] to 1.675 Nm ™!
[229]. This is further illustrated in Fig. 4.10. y is measured as a function of temperature
for only three datasets: the one published in Ref. [175], which is taken from the review
of Keene, [205], another one measured by Paradis [220], using electrostatic levitation
and the data measured by Amore [206] within the frame of the present work. The large
variation among the data originates from the high chemical reactivity and the high
melting point of Ti.

For surface tension measurements, the purity of the sample and its surface is cru-
cial. Hence, container-based processing cannot seriously be employed. Among the
data measured by containerless techniques, those of Paradis [220] are closest to the
ones of the present work. In electrostatic levitation, however, the effect of the surface
charge on the surface tension measurement is still unclear [19]. At the present point in
time, the only reliable data for the surface tension of pure Ti are those of the present
work [206]. This fact is very astonishing, in particular, in view of the enormous tech-
nical importance of Ti and Ti-based alloys.

4.2.4 Synopsis
The surface tension results discussed in the previous section are summarized for each
element by their parameters y; and y in Tab. 4.11 together with their corresponding

liquidus temperatures T} . Obviously, there is a rough tendency for the surface tension
to nearly monotonically increase with the liquidus temperature. However, Ti forms
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Fig. 4.11. y, VL§ NE calculated from measured quantities versus T, (symbols). In addition, the lines
show calculation of Eq. (4.40) (solid) and Eq. (4.41) (dashed).

an exception from this trend: It has the largest liquidus temperature but its surface
tension ranges fairly in the middle between the others.

As discussed in Sec. 4.1.9, the molar surface area A, which is calculated in Egs.
(4.26) and (4.40) from the molar volume, must also be taken into account. Hence
Tab. 4.11 also lists molar volumes selected from Tab. 3.11.

Figure 4.11 also shows a plot of Kaptays optimized formula, Eq. (4.41), using values
of the free adjustable parameters ax and i recommended by him as ax = 41 and g =
-3.3x 1072 [195]. Obviously, the agreement of Eq. (4.41) with the experimental data is
also very good, but the mean square deviation is smaller for the linear, unoptimized,
relation of Eq. (4.40). On the other hand, Eq. (4.41) is adjusted in Ref. [195] to a much
larger set of data covering also a different Ty -range from 1728 K to 3600 K. Hence, it is
justified to assume that Eq. (4.41) provides the better overall agreement.

Figure 4.11 shows for each element a plot of y; (N D3 Vf/f versus Tp. Obviously,
the linear relation of Eq. (4.40) can be adjusted to this plot. The adjustable free param-
eter, ay, turns out from Fig. 4.11 as ag = 33.98. This agrees within the margins with
the value given by Kaptay ax =38+10, see Sec. 4.1.9.
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Table 4.10. Auxiliary data for the calculation of the yr in Eq. (4.42). For each element, the table
shows the liquidus temperature, T;, the molar volume V|, the thermal expansion coefficient 8
and the molar heat capacity at constant pressure, C,. The parameters V| and 8 are picked from
Tab. 3.11. Data of C, are obtained from Ref. [230]. (V: Average molar volume).

Element T (K) V. (cm3mol™) B (10*K™?) C, (J/mol)
Al 933 11.6Y 1.116Y 31.78
Cu 1358 8.04 0.979 32.66
Ag 1233 11.79 0.81 33.49
Au 1333 11.49 0.64 33.38
Ni 1727 7.45Y 1.18 43.12

(Co) 1768 7.55 1.14 40.53
Fe 1818 7.969 1.169 45.05
Ti 1941 11.68 0.8 37.68

Table 4.11. Surface tension of the investigated elements. For each dataset, the table shows the
parameters Ty, yi, y1, Vi, and the corresponding literature source. The molar volume V/ is picked
from Tab. 3.11. (V: Average molar volume).

Element T YL Yr v Source
K) (Nm™1)  (10"“Nm~1K1) (cm3mol™)

Al 933 0.866 -1.46 11.6Y [199]
Cu 1358 1.30 -2.64 8.04 [191]
1.33 2.6 8.047 [67]

1.33 -2.3 8.04Y [206]

Ag 1233 0.894 -1.9 11.79 [67]
Au 1333 1.140 -1.83 11.4 [199]
Ni 1727 1.77 -3.30 7.45Y [68]
(Co) 1768 (1.89) (-3.30) 7.55 [196]
Fe 1818 1.92 -3.97 7.96Y [68]
Ti 1941 1.49 1.7 11.68 [206]

The relation for yt, Eq. (4.42), can be validated in the same way. The parameters
needed in Eq. (4.12) are listed in Tab. 4.10. The molar heat capacities, Cp, are taken
from Ref. [230] and the thermal expansion coefficients, B, are picked from Tab. 3.11.
yL, finally, is taken from Tab. 4.11. The result is shown in Fig. 4.12, where yrA calcu-
lated from Eq. (4.12) is plotted versus the measured one. As visible, the symbols scatter
around the diagonal line qualitatively, confirming Eq. (4.12).

Instead of relating the surface tension to the cohesive energy via Ty, one can also
attempt to compare the surface tension y; of an element i with the free energy of its
standard state, G'(T). From Eq. (4.22) it is maintained that y; - A = G} - G, If, in a
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Fig. 4.12. Validation of Eq. (4.12). Predicted values of y1A versus the experimental ones (symbols).
The points scatter around the diagonal line (dashed).

similar approach as in Eq. (4.33), Gis is expressed by G? the following simple relation
is obtained:

y+-A=(-1GT) (4.43)

In order to test Eq. (4.43), Gsyt = y1. - A is plotted for each element versus G)(Ty). The
corresponding functions for the standard state are taken from the SGTE database, pro-
vided in Ref. [231]. The result is shown in the inset in Fig. 4.13. The data is assembled
around a straight line with a negative slope of -0.577 corresponding to { = 0.423. Al
hereby forms an exception as the corresponding data point is shifted along the hori-
zontal axis by roughly 20 kJ/mol.

The parameter ¢ can also be calculated for each element separately. This is shown
in Fig. 4.13, where ( is plotted versus the atomic order number, Z. As visible, { scatters

around its mean value of { = 0.377 which is very close to the value of 0.423 obtained
from the linear fit.
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Fig. 4.13. & calculated from Eq. (4.43) and plotted versus the atomic order number Z. The dashed
line shows the arithmetic average and the solid line corresponds to the slope of Gsys = yLA versus
G? shown in the inset.

4.3 Binary systems

In the same way as for the densities in Chap. 3, surface tensions are investigated by
a stepwise extension from unary to binary and ternary systems. Regarding the binary
systems, results are obtained for Ag-Cu, Al-Au, Al-Cu, Al-Fe, Al-Ni, Cu-Fe, Cu-Ni, Cu-Ti,
Cu-Si, and Fe-Ni. Their excess surface tensions are evaluated at fixed temperatures Ty
using Egs. (4.18) and (4.19). The results, i.e. the parameters “u; ; and 'u; ;, are summa-
rized in Tab. 4.12, allowing for a qualitative discussion of the excess surface tension
with respect to sign and magnitude. Moreover, an overview of the segregation behav-
ior is provided for each system.

Systems with a negative excess surface tension, £y < 0, are Cu-Ni [68], Cu-Fe [68;
155], Ag-Cu [67], and Cu-Si [151]. Among these, Cu-Fe is a typical representative and
will be discussed in more detail:

Cu-Fe consists of two structurally different components, a group Ib noble metal
and a transition metal. £G is strongly positive and a metastable miscibility gap exists
in the undercooled regime [233].
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Table 4.12. Investigated binary systems and parameters °u; ; and u; ; obtained from fitting £y by
Eq. (4.19) at T = Ty The 5" column specifies the segregating species and references to the surface
tension data is given in the last column.

System Tex Ou;; Tuy; Segregating Source
ij (K) (Nm~*mol™) (Nm~*mol™?) species

Cu,Ni 1400 -0.399 0.793 Cu [68]
Cu,Fe 1900 -1.124 1.127 Cu [68]
Cu,Ti 1400 0.118 -0.273 Cu [206]
Ni,Fe 1800 0.221 0.007 Ni [68]
Cu,Ag 1400 0.257 0.307 Ag [67]
Al,Cu 1400 0.475 -0.754 Al [191]
Al,Fe 1600 1.508 -1.341 Al [232]
ALNi 1600 2.095 -1.624 Al [232]
ALAu 1400 0.247 -0.391 Al [199]
Cu,Si 1400 -1.030 -3.267 Si [151]

Measured surface tensions of liquid Cu-Fe alloys with Cu concentrations ranging from
20 to 80 at.-% are shown as functions of temperature in Fig. 4.14. Temperature ranges
are covered from 1300 K to 2100 K. The data falls between 1.2 and 1.4 Nm™!. Even for
CuyoFegg, which has a large iron concentration, the surface tensions are close to those
of pure Cu. In order to study the concentration dependence, y(T) is extrapolated in Fig.
4.15 to a temperature of T = T,of =2000 K. This temperature is chosen for the follow-
ing reasons: First of all, the temperature at which the model calculations are to be
performed should be well above the critical temperature of demixing, Tgemix. In Cu-
Fe, Tgemix is determined experimentally as ~ 1673 K [234]. This is in agreement with
Calphad calculations using the full Redlich-Kister description of £G [235]. Second if,
as in the Chatain model [187] only one coefficient °L(T = 0) is used, T gemix turns out
to be approximately 2100 K. This temperature is, however, far above the maximum
temperature at which experimental surface tension data is obtained. As a compro-
mise, therefore, the experimental data is discussed at T,.; =2000 K and, in Eq. (4.37),
OL(T = 0) is reduced by a factor of atqem;y =0.9:

Agemix - *L(T = 0) = °L(T = 0) (4.44)

This moves Tgemix back to = 1700 K [190].

In Fig. 4.15, y sharply decreases within the first 30 at.-% of Cu bulk concentration
from its initial value of #1.85 N/m, corresponding to pure iron, down to ~1.15 N/m. This
latter value corresponds to the surface tension of pure copper. Upon further increase
of x&,, y remains practically constant at this level.

The comparison of the experimental data with the model calculations in Fig. 4.15
shows that the ideal solution significantly overestimates the data and, hence, fails to
describe it correctly. This is expected, as Cu-Fe is a highly non-ideal system [235]. A
far better agreement is obtained for the Butler equation, Eq. (4.32). There is also some
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Fig. 4.14. Measured surface tensions y of liquid Cu-Fe versus temperature T for different composi-
tions (symbols). The solid lines represents fits of Eq. (4.11).

discrepancy for x]é’u >40 at.-% where the experimental data is overestimated by 2-5 %.
The linear representation of y, Eq. (4.11), becomes less accurate when T,; becomes too
large. Therefore, Fig. 4.15 shows the same comparison also for T =1823 K. Obviously,
the agreement is now better.

The Butler equation predicts in Fig. 4.15 that the surface tensions at T =2000 K
are lower than for 1823 K as long as xg, > 20 at.-%. For smaller concentrations, x2, <
20 at.-%, it is predicted that y(2000 K) > y(1823 K). This crossover of the curves is
encircled in Fig. 4.15. It is in agreement with the observed positive yr of the data for
CuyoFego shown in Fig. 4.14 [68; 155; 190].

In Fig. 4.15 a calculation of the Chatain model, Eq. (4.36) is also shown. The agree-
ment with the data is reasonable. The surface tension and its concentration depen-
dence are predicted to be qualitatively correct but the experimental data is overesti-
mated by at least 10 %. This is due to the above mentioned reduction of °L(T = 0) in
Eq. (4.44).

According to the Butler model, the concentration of copper in the surface layer,
xgu, is greater in Fig. 4.16 than approximately 60 at.-%, even for a small copper bulk
concentration of only x&, =15 at.-%. A significant and sharp decrease of x2,, is found
if xgu falls below this limit. As shown in Fig. 4.16, an even stronger segregation of
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Fig. 4.15. Isothermal surface tension of Cu-Fe versus the bulk mole fraction of copper, x,. The data
is plotted for T =2000 K (solid symbols) and T =1823 K (hollow symbols). In addition, model calcu-
lations are shown for the ideal solution model (dashed), Eq. (4.29), the Butler equation, Eq. (4.32),
at 2000 K (solid line) and at 1823 K (dotted) and the Chatain model, Eq. (4.36), (dash-dotted). The
ellipse encircles the transition point from positive to negative values of yr.

copper is predicted for the top monolayer by the Chatain model, according to which
X3, > 95 at.-% if x&, >10 at.-%. The figure shows calculations of layer compositions
up to the 10" layer from the top. It is seen that the deviation from xgu disappears
with an increase in the layer number n. Under these conditions, the effective thickness
of the surface is approximately 5 — 9 layers [190]. While the Butler equation and the
Chatain model may both give a good estimate of the surface tension, as is seen in Fig.
4,16, they may significantly differ in the description of the surface composition [190].
Because the Butler model is restricted to one monolayer, it effectively averages the
surface composition [190].

Qualitatively, the same isothermal surface tension curve of Cu-Fe is obtained for
Cu-Ni [68] where surface segregation of Cu is also dominant. In the case of Ag-Cu, a
similar curve of the surface tension is also obtained except that, instead of Cu, Ag is
the segregating species.

As discussed above, the process of segregation results from a minimization of the
surface energy. Hence, the element with the smaller surface tension becomes enriched
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Fig. 4.16. Calculated Cu mole fractions x(c"j of the surface near layers n in Cu-Fe at 2000 K as func-

tion of the bulk mole fraction, xEU. The solid line represents the calculation of Butler model for the
top surface layer n =“S”. The dashed and/or dotted lines correspond to the Chatain model.

in the surface and determines the surface tension of an alloy. As in the case of Cu-Fe,
segregation becomes enhanced if EG > 0. Alloys for which EG < 0 display a different
behavior. Such alloys are Fe-Ni, Cu-Ti, Cu-Si, Al-Cu, Al-Ni, Al-Fe and Al-Au. Fe-Ni, e.g.,
is a comparatively simple system composed of two structurally similar elements: Fe
and Ni.

For this system, the isothermal surface tension is plotted in Fig. 4.17 versus the
bulk nickel concentration, x5; at T =1800 K. Upon increasing x&;, y decreases from
~1.92 Nm™ !, corresponding to the surface tension of pure Fe, down to =1.75 N/m. The
latter value corresponds to the surface tension of pure liquid Ni. Over the entire com-
positional range, y varies, therefore, by = 10 %.

In Fig. 4.17 the experimental data is shown together with the ideal solution model
underestimating them by = 2 %. This discrepancy is beyond the estimated error of
the experimental method (z 5 %). For Fe-Ni the ideal solution model can, in princi-
ple, be regarded as sufficient in order to predict the surface tension. A slightly better
agreement is found, of course, when applying the Butler and the Chatain model [190].
Obviously, there is no significant difference among the two models in Fig. 4.17.
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Fig. 4.17. Isothermal surface tension y versus xg, for the Fe-Ni system. The plot is shown for a tem-
perature of 1800 K. For comparison, calculations of the ideal solution model, Eq. (4.29) (dashed),
the Butler model, Eq. (4.32), (solid) and the Chatain model, Eq. (4.36), (dash-dotted), are also
shown. Within the error bars of + 5 %, the agreements between the models and the data are equally
good.

In contrast to Cu-Fe, Cu-Ni, and Ag-Cu, the y(beﬁ)-cuwe in Fig. 4.17 exhibits a concave
shape. In Fe-Ni, the excess free energy is negative and segregation is reduced. This be-
comes clear from the calculated segregation profile in Fig. 4.18. Again, there is a good
agreement between the calculations of the two models for the top monolayer. The con-
centration of Ni in this layer is predicted by both models to be moderately increased,
i.e. by 10 %, with respect to the concentration in the bulk, XI]%H. Moreover, the Chatain
model predicts a depletion of Ni in the second layer. Already in the third layer there
is no sign of segregation at all. The most important information from this plot is that
the surface concentration can also be predicted by the ideal solution model. Hence,
segregation in this system exceeding the one predicted by the ideal solution model is
practically suppressed. The systems Al-Ni, Al-Fe, Al-Cu, and Al-Au not only exhibit
EG << 0, their components are also structurally different. In addition, their phase
diagrams exhibit intermetallic phases reaching up to the corresponding liquidus tem-
peratures. Compound formation might therefore affect the surface tension.
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Fig. 4.18. Calculated nickel mole fractions xf‘”i) of the surface near layers in Ni-Fe at 1800 K plotted

versus the bulk mole fraction, xg;. The solid line represents the calculation of Butler model for the
top surface layer n =“S”. The dashed and/or dotted lines correspond to the Chatain model calcu-
lated up to the third layer.

Figure 4.19, thus, shows a plot of the isothermal surface tension of Al-Ni versus the
Al bulk mole fraction x%). The plot is shown for a temperature of 1673 K [190]. The
data exhibits a broad maximum around xgl =50 at.-% following a dip at approxi-
mately 25 at.-% [190]. Such a feature is believed to be due to compound formation in
the liquid, caused at a certain composition by pronounced attractive interactions be-
tween unlike atoms. Such interactions would also lead to the formation of intermetal-
lic phases [190; 192]. In Al-Ni, the responsible intermetallic phase exists at 50 at.-%
and leads to a dominant maximum in the liquidus at this composition, see inset in
Fig. 4.19.

Figure 4.19 also shows the model calculations. The Butler and the Chatain model
are in qualitative agreement with the data only for XKI >40 at.-%. In particular, both
models do not reproduce the observed maximum and the dip. This is not surprising
as the thermodynamic potentials, £G, are approximated by the sub-regular solution
model. Processes, such as compound formation, are not included [190].

Figure 4.19 also shows a calculation of the compound formation model of Egry,
Eq. (4.38). As visible, the agreement with the data is impressively good: Deviations
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Fig. 4.19. Isothermal surface tension of Al-Ni plotted at 1673 K versus XEI (symbols). The lines cor-
respond to model calculations of the Butler model, Eq. (4.32), (solid), the Chatain model, Eq. (4.36)
(dash-dotted) and the Egry model, Eq. (4.38) (long-short dashed). The inset corresponds to the
phase diagram of Al-Ni [154].

are within the error bars and the maximum and the dip are reproduced correctly.

Other systems, studied in this work in which compound formation may play a role
and for which a maximum or a shoulder is visible in the isothermal surface tension
are Al-Fe [232] and Cu-Si [151]. As for Al-Ni, the Butler- and the Chatain models fail to
describe these features correctly whereas the Egry model is successful.

The phenomenon of compound formation and its effect the surface tension is not
yet fully understood. There are a number of examples in literature, mainly for solder
materials, where the surface tension has successfully been described by a compound
formation model [236]-[238]. However, it is a fact that systems exhibiting pronounced
intermetallic phases in their phase diagrams do not necessarily exhibit features of
compound formation in their surface tension: Such a system is Al-Au which has a
dominant intermetallic phase located at x,;=63.3 at.-%, see inset in Fig. 4.20. Due to
its color, it is sometimes referred to as the “purple plague” or the “purple pest”.

In the surface tension, no maximum is visible at the corresponding composition.
This is also confirmed by surface tension data obtained under microgravity during a
parabolic flight campaign (solid circles in Fig. 4.20). Obviously, the data is correctly
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Fig. 4.20. Isothermal surface of Al-Au versus xﬁl at 1400 K (symbols). No maximum in y is evident at
x8 =63.3 at.-%. This is also confirmed by p-gravity data (circles). The solid line corresponds to the
Butler model, Eq. (4.32), and the dash-dotted line to the Chatain model, Eq. (4.36). The inset shows
the phase diagram of Al-Au [154].

predicted by the Butler model using the sub-regular solution approximation. Hence,
no model involving compound formation needs to be taken into account for this par-
ticular system. Al-Cu [191] is another system with intermetallic phases for which the
surface tension can be described sufficiently without using any compound formation
model.

Figure 4.20 also shows a calculation of the Chatain model, Eq. (4.36). The agree-
ment with experimental data is also positive. Again, the Chatain model does not take
any theory into account about compound formation and the sub-regular solution ap-
proximation suffices to describe the surface tension.

The Chatain model shall be used for a qualitative discussion of surface segrega-
tion in Al-Au, because general features can be explored for a mixing and a demixing
system. For this purpose, Fig. 4.21 shows the concentration xi(“) of each layer plotted
against the layer number, (n). For AlsoAusg, the Al concentration oscillates around
its bulk value in the surface near region [199]. Such an oscillation is also observed in
the cases of Al-Cu [191], Al-Ni [190] and, less pronounced, in Fe-Ni [190], see Fig. 4.18.
This effect is also regarded as chemical layering. As one component segregates to the
surface, a surplus of the other component in the second layer will energetically be fa-
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Fig. 4.21. Layer composition x™, calculated from the Chatain model, Eqg. (4.36), as function of

i
the layer number n. Solid symbols refer to CusoFesg at 2000 K (i=Cu) and hollow symbols refer to
AlsoAUso at 1400 K (i=Al).

vored due to the negative excess free energy [190]. Such oscillations are not observed
in a system with a positive excess free energy, as shown for Cu-Fe [190] in Fig. 4.21.

Table 4.13 summarizes comparisons performed within the present work of differ-
ent systems with the discussed models. A tested model is hereby rated OK, if it agrees
with the experimental data within the error bars of +5 %. A model is rated “reasonable”
(RS) if its agreement with the experimental data is partially within the error bars. It is
rated “failed”, i.e. F, if it is neither rated OK nor RS.

In the majority of cases, y is predicted correctly by the Butler model (=OK). Excep-
tions are, Al-Fe [232], Al-Ni [232] and Cu-Si [151]. In these systems, the surface tension
is affected by compound formation and the Butler model gives only an estimate of the
surface tension (=RS). The Chatain model is tested in the cases of Cu-Fe [190], Fe-Ni
[190], Al-Cu [191], Al-Au [199], Al-Fe [232], and Al-Ni [190]. Positive agreement is found
for Fe-Ni, Al-Cu and Al-Au. The Egry model is successfully tested for Al-Ni, Al-Fe, and
Cu-Si. With respect to the experimental accuracy, the surface tension of Fe-Ni can also
be described within the ideal solution model.
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Table 4.13. Comparison of surface tensions of binary systems with calculations of different mod-
els: OK = good agreement (i.e. within error bars), RS = reasonable agreement (partially within error
bars), F = fails. The last column specifies the corresponding literature source where the each com-
parison is discussed in detail.

System (i, j) Model tested Source
Ag-Cu Butler OK [67]
ALAu Butler oK [199]

Chatain oK
Al,Cu Butler OK [191]
Chatain oK
Al,Fe Butler RS [232]
Chatain RS
Egry OK
ALNi Butler RS [190]
Chatain RS
Egry oK
Cu,Fe Butler oK [68]
Chatain RS [190]
Cu,Ni Butler 0K [68]
Cu,Si Butler RS [151]
Egry OK
Cu,Ti Butler (0]'¢ [206]
Fe,Ni Butler (0]1¢ [68]
Chatain OK [190]
ideal OK [190]

4.4 Ternary systems
4.4.1 Overview

In order to further expand the investigations of ternary alloys, systems listed in
Tab. 4.14 are studied. These are in particular the ternary monotectics Cu-Fe-Ni [239],
Co-Cu-Fe [240], and Co-Cu-Co [159]. In addition, the ternary eutectic system Ag-Al-Cu is
also investigated [176]. The investigations are performed by measuring along different
cuts through the corresponding concentration triangles.

Table 4.14. Ternary systems investigated with respect to their surface tensions.

System Source
Ag-Al-Cu [176]
Co-Cu-Fe [240]
Co-Cu-Ni [159]
Cu-Fe-Ni [239]

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

108 —— 4 Surface tension

Cu-Fe-Ni, T=1800 K
XBNi=0-4{1"<BcU} B Experiment
1.92 7 E EnT
FeeUNim — "G#0, "G #0
------ G0, “G'=0
1.78 =
"E 160 -
<
e
1.44
1.28 -
1.12 -

=
=

Xy (at-%)

Fig. 4.22. Isothermal surface tension of Cu-Fe-Ni measured at 1800 K along CuxNig 4—x)F€o 6(1-x) »
0 < x < 1(symbols). The lines correspond to calculations of the Butler model, Eq. (4.32), with (solid)
and without (dashed) the ternary term TG included into the excess free energy.

4.4.2 Monotectic systems

As an example of a comprehensively studied system, results on the surface tension ob-
tained for Cu-Fe-Ni at T = 1800 K are shown in Fig. 4.22. In this figure, y is plotted ver-
sus x2, along a section from binary FegoNiyo to pure Cu, i.e. for CuxFeq (15 Nig 4(1-x) »
0 < x < 1.[155; 239]. The general shape of the curve is the same as for Cu-Fe in Fig. 4.15,
i.e. there a strong dependence of y on the bulk concentration of Cu. Again, Cu is the
main segregating species [239]. In Fig. 4.22, the experimental data is plotted together
with solutions of the Butler model with and without, the ternary term TG being in-
cluded into the excess free energy £G, see Eq. (3.17).

Obviously, these two cases cannot be distinguished from each other with respect
to the uncertainty of the experimental data [239]. Hence, the ternary term can be ne-
glected in Eq. (3.17) for the description of the surface tension. This result is also ob-
tained for measurements performed along another cut through the system for which
x&, is kept constant at 20 at.-% and where only the ratio of x¥; to x, is varied [239],
see Fig. 4.23. The observed change of y with concentration is so small that y can be
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Fig. 4.23. Isothermal surface tension of Cu-Fe-Ni measured at 1800 K along a section for which
xEu =20 at.-% (symbols). The lines correspond to calculations of the Butler model, Eq. (4.32), with
(solid) and without (dashed) the ternary term TG included into the excess free energy.

considered as practically constant [155; 239]. Again, the Butler model yields approxi-
mately identical results once the ternary term ’ G is included into the calculations and
when it is not.

With respect to surface tension, the systems Cu-Co-Fe [240] and Cu-Co-Ni [159] be-
have similarly to Cu-Fe-Ni. In all three systems, the surface tensions strongly depend
on the concentration of Cu and they are almost invariant against a replacement of
the other transition metals with each other [159; 240]. This, and the obvious similar-
ities with the surface tensions of the binary alloys, Cu-Fe [68], Cu-Ni [68], and Co-Cu
[196], imply that one may interpret Co-Cu-Fe, Cu-Fe-Ni, and Co-Cu-Ni as quasi binary
systems “Cu-TM”, where “TM” means “transition metal” [155]. Using a simple model
such as the one proposed in [240; 241], it can be shown that, with respect to the surface
tension, this is indeed a valid approach [155].

The monotectic systems discussed above can be characterized by their ability to
metastably demix in the undercooled regime due to their positive excess free energy.

4.4.3 Ag-Al-Cu

The ternary eutectic system Ag-Al-Cu can be characterized by attractive interactions
between its components. Its phase diagram exhibits intermetallic phases as well as
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Fig. 4.24. Surface tension of Al-Cu-Ag along a section Ago.1AlxCuy 9_y), 0= x <0.9, at 1273 K versus
xB (symbols). The data is shown in comparison with solutions of the Butler equation, Eq. (4.32), for
the ideal (dashed line) and the sub regular solution model (solid line). The dotted line corresponds
to a calculation of the sub regular solution model for Al-Cu [191]. (from Ref. [176]).

eutectic and peritectic points [242; 243]. As discussed above Ag-Al-Cu is highly non-
ideal, i.e. EG << 0. Also, its binary margin systems, Al-Cu [191; 96], Ag-Al [96], and
Ag-Cu [67] can be labeled as “non-ideal”. One may expect, hence, that, with respect
to its surface tension, Ag-Al-Cu will also behave highly non-ideal.

However, this is not the case as demonstrated in Fig. 4.24 for a cut along
Ag10AlxCug 9_x, i.e. where the concentration of silver kept at 10 at.-% and XR] is varied
from O to 90 at.-% [176]. The surface tensions plotted in Fig. 4.24 collapse at 1273 K on
a concave curve, y(xﬁl), which is in a positive agreement with the Butler equation cal-
culated for the (sub-)regular solution model, at least for x,; > 20 at.-%. In the case of
the datapoint at x,; =0 at.-%, which corresponds to Ag;oCug, the deviation between
the measured surface tension and the calculated result is larger than 10 %. In fact,
the same value of y is reproduced for Ag;oCug in Ref. [67] so that it can be assumed
that this value is correct, compare Tabs. A.7 and A.9. Therefore, the reason for the ob-
served deviation needs to be identified in the thermodynamic assessment used, see
Refs. [242; 243] and Tab. B.3.
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Fig. 4.25. Calculated surface concentrations of Ag, Al, and Cu at 1273 K as function of x§ for the
section Ago.1AlxCug 9_y), 0< x <0.9. The solid line shows xf“ and the dash-dotted line corresponds to

Xy Hxg, =1- xﬁg, [176].

Surprisingly, an even better agreement with the experimental data is obtained in Fig.
4.24, if, instead of the (sub-)regular solution model, the ideal solution model is used
which is also shown in the figure. In fact, the ideal solution model also approximates
the surface tension along the two other sections through this system [176].

The comparison [176], with the calculation for the highly non-ideal system Al-Cu
reveals both, a qualitative and a quantitative difference, see Fig. 4.24: Instead of con-
cave, a convex curve is obtained and the surface tension values are up to 30 % larger.
Obviously, the small addition of 10 at.-% to Al-Cu is sufficient to turn this system from
highly non-ideal into ideal [176].

In order to understand this phenomenon, the surface composition needs to be
discussed. For this purpose, Fig. 4.25 shows the calculated surface composition along
the Agg.1AlxCug.9_x-section. Obviously, Al is the main component in the surface. The
component with second largest amount is Ag and Cu is the least component. As XRI is
increased, the concentration of Al in the surface increases on the expense of the two
other components. A more detailed analysis [176] reveals a competitive character of
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Fig. 4.26. Parameter "y as function ofxf'\g along a section AgxAlo.4Cug ¢-x) With 0 s x <0.6. Signifi-
cant deviations from zero indicate that the system is non-ideal at the corresponding concentrations
[176].

the segregation of Al and Ag. As the magnitude of the surface tensions of Ag and Al
are similar, y5) = yag, while y¢, is significantly larger, Cu is suppressed in the surface
and Al and Ag form the main chemical species [176].

Once the surface composition is known, it becomes possible to understand the
reason why for the vast range of composition y is in agreement with the ideal solution
model. For this purpose, a coefficient “y is defined as the ratio of the enthalpy- to the
ideal entropy term in Eq. (4.32) in the following way [176]:

) (B)
S (567 (1, X - E6 (T, 1))

©
RTY ;xBIn (’;‘—B)

i

*

y

(4.45)

The enthalpy and the entropy term in Eq. (4.45) are taken in their integral forms. The
parameter "y measures the non-ideality of the system. For an ideal system, 'y = 0
while it becomes significantly different from zero for a non-ideal system. "y is plotted
in Fig. 4.26 versus ng for a section where Al is kept constant at 60 at.-% and the con-
centration of Ag is varied from 0 to 40 at.-%, i.e. for the section AgxAlo 4Cuq ¢_x) With
0 < x <0.6.In the range of 15 at.-% < xﬁg < 45 at.-%, the curve of *y(xﬁg) is flat and
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with "y = -0.5 close to zero. In this range, the surface tension is approximated by the
ideal solution model as the excess free energy term cancels out in the Butler equation
[176].

4.4.4 Summary on ternary alloys

Summarizing the results on ternary systems, it is possible to draw the following con-
clusions: The surface tension of ternary Cu-based monotectic alloys of the form “Cu-
TM” is determined by the segregation of copper. The corresponding systems can be
interpreted as quasi binary [155]. This is different for alloys for which EG < 0. These
types of system can be described by the ideal solution model in the vast composition
range.

For all investigated ternary alloys, the surface tensions are in agreement with
the Butler equation. Moreover, the ternary term TG can be neglected in Eq. (3.17) for
the prediction of the surface tension. Hence, it is possible to calculate y of a ternary
alloy directly from the thermodynamic potentials of its binary subsystems. A ther-
modynamic assessment on the full ternary system is not necessarily needed [155].
This is in contrast to the results obtained for the density measurements presented
in Sec. 3.4. Here, the molar volume may be dominated by a large ternary term TV,
whereas it is possible to omit TG in applying the Butler equation because, usually,
the ternary term in Eq. (3.17) X1X2x3 G is small compared to the binary: X1X2x31G <<

Nl i
Dig XiXj 2oylo " Lij(Txi - x))".

4.5 Observed trends

With respect to their surface tensions, the systems investigated during this work can be
subdivided roughly into two groups: systems tending to demix and systems tending to
mix. Systems of the first group have positive excess free energies, EG > 0, and systems
of the second group exhibit negative excess free energies, £G < 0.

Systems belonging to the first group are Cu-Fe-Ni, Cu-Fe, Cu-Ni, Co-Cu-Fe, Co-Cu-
Ni, Co-Cu, and Ag-Cu. Their segregation profiles, calculated from the Butler model, Eq.
(4.32), are shown in Fig. 4.27. In this figure, the surface concentration of the segregat-
ing species, A, Xf\, is plotted versus its bulk concentration, XR. In the case of Ag-Cu,
the segregating species is Ag. Cu is the segregating species in the other systems. Al-
though each calculation is performed at a different temperature, the curves in Fig.
4.27 exhibit similar features: All of them have a convex shape and, in each curve, XSA
steeply increases already within the first 20 at.-% of XR. For larger bulk mole fractions,
XR > 20 at.-%, the curves flatten at corresponding values of XR of around 70 — 90 at.-%.
Systems with G > 0, hence, exhibit strong segregation.
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Fig. 4.27. Calculated segregation profiles of liquid binary and ternary alloys with €G > 0. The plot
shows surface concentrations x/f of the segregating species A versus their bulk concentrations, xE.
The species A corresponds to Ag in Ag-Cu and to Cu for the rest. The temperatures at which these
calculations are carried out are different for each system.

The following investigated systems belong to the second group: Al-Cu, Al-Au, Ag-Al-
Cu, Al-Fe, Al-Ni, Cu-Ti, and Fe-Ni. In these systems G < 0 and, consequently, they
tend to mix. In the same way as in Fig. 4.27, their segregation profile is calculated.
This is shown in Fig. 4.28. The segregating species is Ni in the case of Fe-Ni, Cu in
the case of Cu-Ti, and Al for the rest. Again, the curves are all similar to each other.
However, they strongly differ from those shown in Fig. 4.27. Instead of an initial steep
increase, x3 linearly increases upon increasing x5. The slope dx3 /dx5 is only slightly
larger than 1. A flattening of the segregation curves occurs when x5 is already large,
e.g. x5 > 60 at.-%. Hence, systems with EG < 0 exhibit weak segregation.

In order to compare these findings with the classification scheme introduced in
Sec. 3.5, the investigated systems are listed in Tab. 4.15. The table also shows the cor-
responding signs of £G, Fy, and denotes whether the systems exhibit weak or strong
segregation.

Obviously, systems belonging to class I, see Sec. 3.5, exhibit strong segrega-
tion. Their excess free energy is positive and the excess surface tension is negative.
Members of this class are Cu-Fe [68], Cu-Ni [68], Co-Cu-Fe [240], Cu-Fe-Ni [161], and
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Fig. 4.28. Calculated segregation profiles of liquid binary and ternary alloys with EG < 0. The plot
shows surface concentrations xz of the segregating species A versus their bulk concentrations,
xB. The species A corresponds to Cu in Cu-Ti, Ni in Fe-Ni, and to Al for the rest. The temperatures at
which these calculations are carried out are different for each system.

Co-Cu-Ni [159]. Except for Cu-Ni, these systems also tend to demix in the liquid and
exhibit metastable miscibility gaps in the undercooled temperature domain.

All systems belonging in Sec. 3.5 to class III exhibit a weak segregation behavior.
These systems are Al-Au, Al-Cu, Al-Fe, Al-Ni, Cu-Tiand Cu-Si. Their excess free energies
are strongly negative, EG << 0, and Fy is slightly positive. Compound formation affects
the surface tension in Al-Fe [232], Al-Ni [232] and Cu-Si [151].

The segregation behavior is not uniform in class II of Sec. 3.5. As shown in
Tab. 4.15, Ag-Cu exhibits strong segregation of Ag. Its excess free energy is slightly pos-
itive and y < 0. The other systems investigated of this class are Ag-Al-Cu and Fe-Ni.
In both systems, EG < 0 and only weak segregation takes place. Fe-Ni exhibits only a
small positive excess surface tension and £y ~0 in Ag-Al-Cu. Both systems are in fairly
good agreement with the ideal solution model.
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Table 4.15. Observed trends in the surface tensions of the investigated alloys.

Class System Sign of EG Sign of By Segregation  Source

Cu-Fe [68]

Cu-Ni [68]

| Co-Cu-Fe + = strong [240]
Co-Cu-Ni [159]

Cu-Fe-Ni [161]

I Ag-Cu [67]
Fe-Ni =0 [68]

Al-Au [199]

Al-Cu = + weak [191]

1] Al-Fe [232]
Al-Ni [232]

Cu-Ti [206]

Cu-Si [151]

Ag-Al-Cu =0 [176]

4.6 Summary and conclusions

In this chapter, surface tensions of unary, binary and ternary liquid alloy systems are
systematically studied.

In the case of unary systems, the obtained surface tensions are in agreement with
reference data from literature within + 5%. The results obtained confirm the validity
of a semi-empirical model of Kaptay,Egs. (4.40)—(4.42), relating the surface tension of
a pure element to its liquidus temperature and specific heat. In addition, it is found
that for most metals, the surface tension at the melting point y; is proportional to the
free energy of the pure component, G?(Ty).

With regard to questions Q:1 and Q:2 (Chap. 1), surface tensions of binary systems
are measured and compared to a number of phenomenological models. These are the
Butler model, the Chatain model and, in case of compound forming systems, the Egry
model. The Butler model predicts the surface tension most reliably. It produces correct
results for all sub-regular-solution systems. Surface tensions of so called compound
forming systems are best described by the Egry model. The Chatain model is less re-
liable compared with the two others as it mainly produces reasonable results or even
fails.

The Butler and the Chatain models are able to predict the segregation behavior.
The Chatain model is hereby more detailed than the Butler model. The latter only pre-
dicts the composition of the top monolayer while the Chatain model provides infor-
mation about the compositions of several monolayers below the surface. Reliable data
from experiments on the composition of the surface near region in liquid alloys is yet
not available.
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The surface tensions of the investigated ternary systems are also well predicted by the
Butler model. With respect to question Q:3 it is shown that equally good results are
obtained when the ternary interaction parameters are neglected in the corresponding
expressions for EG. This result means that, in the case a ternary system, surface ten-
sions can be predicted from the thermodynamic properties of the binary subsystems.

One can identify the following scheme: Systems for which£G ~ 0 or EG > 0 exhibit
segregation, or strong segregation, respectively, of that component with the smallest
surface tension. Systems for which EG ~< 0 exhibit no, or only weak, segregation.
Alloys belonging to class I exhibit strong segregation and alloys that belong to class
III exhibit weak segregation. Systems of class II either exhibit strong or weak segrega-
tion, depending on the sign of £G.
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Viscosity is defined as the transport coefficient of momentum diffusion. There are sev-
eral mathematical forms and phenomenological models describing its dependence
on temperature and alloy composition. Viscosity data is measured on pure liquid ele-
ments, binary and ternary alloys. The measurements are carried out using oscillating
cup viscometry. Data is obtained as functions of temperature and, in case of alloys, of
their compositions. The results are accurate within + 20 %. The results obtained for the
pure elements are found in agreement with the Hirai law. Among the phenomenolog-
ical models, the Kozlov model exhibits the best overall agreement with the measured
isothermal viscosities of binary and ternary alloys. This model also works best for sys-
tems containing similar elements. In case of systems tending to demix, the Kaptay
model works best and in the case of Al- based alloys with a strong attractive interac-
tion, the Brillo/Schick model is the best choice. The majority of the investigated sys-
tems exhibit an ideal mixing behavior with respect to viscosity.

5.1 Formalism and models
5.1.1 Definitions

Shear viscosity measures the resistance of a liquid against shear flow. It is commonly
associated with the “thickness” of the fluid.

If a small volume of a liquid is confined between two parallel plates with areas
A, and if a force Fx is applied to one of these plates in a parallel direction x, the plate
moves into that direction with a velocity vx. Due to the inner friction of the liquid, a ve-
locity gradient Vyvx is produced along the perpendicular direction y, see Fig. 5.1. The
ratio of Fx and A yields a stress, ox, which is proportional to Vyvy,y. The coefficient,
1, between both is defined as the shear viscosity [166]:

Ux,y = )] M VYVX (5.1)

Equation (5.1) can be multiplied by the density p and the product, pVyvy, defines a
gradient of momentum. Combining Eq. (5.1) with the continuity equation, pvx = Vyoy,
yields a diffusion equation for the transport of momentum [166]:

P25 = (o Vi p) (5.2)

The corresponding transport coefficient is, thus, p‘ln.

In equilibrium, thermal fluctuations of the velocities vary locally and lead to fluc-
tuations in Vyvx. According to Eq. (5.1), these will also cause fluctuations in ox,y. The
Green-Kubo formalism [166; 244] relates the viscosity to the auto-correlation function
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Fig. 5.1. Sheared liquid volume element confined between two parallel plates with areas A (col-
ored). Applying a stress, oy,y, to one of the plates in x-direction causes a gradient of vy, Vyvy, in the
vertical direction y.

of ox,y denoted as (0x,y(0)0x,y(7)):

S

n= %BT / (0x,y(0)ox,y(1)) dT (5.3)
0

Moreover, 0x,y can be expressed by the velocities and positions of the individual atoms
[166], if their interaction potential is known. This is useful for the calculation of 1 in
molecular dynamics (MD) simulations [245].

Another expression for the viscosity, involving the radial pair distribution func-
tion, g(r), and the pair potential, ¢(r), was derived earlier by Born and Green [246]:

2 [p [, 4dp0)
n=1z kBT/drr S g (5.4)
0

This equation can be used as a good approximation for the viscosity, provided g(r) and
¢(r) are sufficiently well known.

Equations (5.3) and (5.4) imply that the viscosity is mainly determined by the short
range order and the atomic interaction. In contrast to molar volume and surface ten-
sion, there is no thermodynamic definition of the viscosity in the sense that n can be
expressed through differentiating one of the thermodynamic potentials. This makes a
thermodynamic treatment of the viscosity particularly difficult.
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5.1.2 Temperature dependences

According to Eq. (5.2), the viscosity can be interpreted as the coefficient of diffusion
of momentum vertical to the shear planes. In a concept, developed by Eyring [34], it
is assumed that this transport is accomplished by an exchange of atoms taking place
with a certain rate k.

In equilibrium and in the absence of externally applied shear, k(T) equals
ko exp(-W/kgT), whereas W is the energy barrier and kg is the pre-exponential fac-
tor corresponding to an attempt frequency. The difference between jumps in forward-
and backward direction, Ak, equals zero under these conditions.

Upon applying an external stress, the energy barrier W is altered by an additional
amount AW. Ak can then be approximated in first degree of order by

Ak = k(T)% 5.5)

Setting Vyvx equal to Ak and expressing ox,y through 0AW/0y leads to an expression
for the viscosity using the particle density, p:

kT AW
n —PTO exp (m) (5.6)

Obviously, this relation has the general form,

n o« Texp (%) (5.7)

whereas, E, is an activation energy and R = 8.314 J/K is the molar gas constant.
As an alternative to Eq. (5.7) another relation for n(T) has been proposed, which
reads [70]:

IS %exp (%) (5.8)
Although Eq. (5.7) and Eq. (5.8) seem to contradict each other, both relations have their
particular field of application [70].

In fact, there is a whole zoo of n-T relations for the viscosity. Even worse, they are
not consistent with each other. In Ref. [70], Chapman reviewed 17 different forms of
n(T). In some of them 7 is related to T just via a power law: 1 < T" with n € R being
an index.

Most commonly, the viscosity is expressed by an Arrhenius law, having a pre-
exponential factor, 1... As function of temperature 1 then reads:

N(T) = nes €XP (%) (5.9)

The pre-exponential factor, hereby, corresponds to an asymptotic viscosity for T - oo.
The Arrhenius law offers the particular advantage that, when the natural loga-
rithm of 7 is plotted versus the inverse temperature, a straight line is obtained with a
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slope corresponding to E,/R. In addition, the intersection with the vertical axis cor-
responds to In(n..). The Arrhenius law is also used in the present work in order to
represent the measured viscosity data by E, and 7e..

Another important relation is the Vogel-Fulcher-Tammann (VFT) law [166]:

N(T) = Neo €XP (TFTO) (5.10)

In this equation, B corresponds to activation energy and Ty is a temperature which
can be related to the glass transition temperature Tg. Equation (5.10) is important in
order to describe the viscosity of glass forming alloys over broad temperature ranges
where 1(T) usually significantly deviates from the Arrhenian behavior.

According to Mode-Coupling theory [247] dynamical freezing sets in closely above
a certain critical temperature, Tg, . All dynamic processes then scale with temperature
according to the same law. Hence, the inverse viscosity would obey the following re-
lation whereas yycr is a critical exponent:

T ymer
N« D (1 - ﬁ) (5.11)
T

As a consequence of Eq. (5.11), the product of viscosity and the diffusion coefficient D
would become constant at temperatures close to Tg,.

5.1.3 Composition dependences

Despite the problem that there is no thermodynamic definition of the viscosity and
that there is no uniform description of its temperate dependence, there is plenty of
models relating n and E, to either the enthalpy of mixing AH or the excess free energy
EG [248]. An overview on some of these models is given, for instance, in Ref. [249].

The following selection is considered in the present work: the model of Moel-
wyn/Hughes [250], of Kozlov/Romanov/Petrov [251], the Hirai model [252], the
Seetharaman/Du Sichen model [253] and the Kaptay model [254]. For the sake of
brevity, the Kozlov/Romanov/Petrov model is just referred to as “Kozlov model”. For
the same reason, the Seetharaman/Du Sichen model will be called “Seetharaman
model”.

Recently, a new model has been proposed by Brillo and Schick [87] for liquid Al-Cu
binary alloys. This model will be discussed as well. In the following, it will be referred
to as “Brillo/Schick model”.

In each of these models, the viscosity is predicted as function of the alloy compo-
sition. In the Moelwyn/Hughes model [250], the viscosity 7 is given as a function of

1 In MCT, Ty, is denoted as “T¢”. In order not to confuse this with the temperature of the critical point,
a different notation is used in the present work.
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temperature and composition by the following expression:

AH
n = (Xana + XxgNp) (1 - Zﬁ) (5.12)

Here, n; is the viscosity of a pure element i (i = A,B), x; is the corresponding mole
fraction, T is the absolute temperature and R the universal gas constant.

Equation (5.12) is defined purely for binary systems. Details on its application to
the ternary system Cu-Fe-Ni are described in Ref. [248]. In the same way, Eq. (5.12) is
also applied to Co-Cu-Ni.

Equation (5.12) predicts that the deviation of  from the linear law, x5 1 + X1, is
related to the enthalpy of mixing. Depending on the system, this deviation can result
in positive or negative values.

Among the models discussed, the Kozlov model [251] is the only one that is derived
strictly from physical principles. The authors of Ref. [251] relate the viscosity to AH by
expressing the free energy in terms of atomic vibration frequencies. For an alloy with
N components, i = 1..N, they obtain:

AH

N
In(n) = > x In(ps) -

i=1

The Hirai model [252] relates the activation energy E, in a semi-empirical way to the
liquidus temperature T; . This leads to the following expression:

2/35 1/2 1.27
_ . -7pP TL 2.65 TL . 1 B 1
n=17-10 T { B T, (5.14)

In Eq. (5.14) p is the density and M the molar mass of the alloy. The Hirai model has
been developed in order to predict the viscosity of pure liquid elements. Here, it is
applied to liquid alloys. The input parameters of this model are easily accessible, if
the excess volume can be neglected. This circumstance might be seen as an advantage
[248].

The Seetharaman model [253] links E, to EG. This model is valid for binary sys-
tems only. In Ref. [253], however, the authors also give a semi-empirical expression for
ternary systems:

3 * 3 3 E
hNA b (Zl XiGi +3RT Zi<]' XiXj + RTZ,' Xi h’l(Xi) + G) (5.15)

=y & RT

InEq. (5.15), h = 6.626 - 10>* Js denotes the Planck constant, Ny = 6.022-1023 mol ™!
the Avogadro number and V the molar volume. G; is the Gibbs energy of activation for
the viscous flow of pure component i. It is defined using the molar volume V; of the
pure component i:

x_ niVi
G = RTIn ( : NA) (5.16)

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

5.2 Unary systems =— 123

The Seetharaman model has been improved by Kaptay [249], who relates the acti-
vation energy E, to the enthalpy of mixing AH. This is done by introducing a semi-
empirical parameter, ¢ = 0.155. As described in Ref. [249] ¢ has is estimated from
the properties of pure metals:

_hNA o (Z,-xiG? +¢ 'AH)

v RT (517)

The Kaptay model has been further developed by describing the shear planes as liquid
interfaces with individual compositions obtained from solving the Butler equation for
an ideal solution. This model is called Budai/Kaptay model [249]. Although there are
hints that this model is successful, it will not be discussed in detail in the present
work.

The main assumption of the Brillo/Schick model [87] is that E is generally larger
if the interactions between the atoms are more attractive. Moreover, it is assumed that
n(T) follows an Arrhenius type behavior. Hence, the activation energy of viscous flow
in an alloy E, can be written as:

Ep=) xEni-AH+RTY  xIn(x) (5.18)

1 1

In Eq. (5.18) E, ; is the activation energy of the liquid pure component. The last term in
this equation accounts for the entropy of mixing which is assumed as ideal. Therefore,
the activation energy becomes temperature-dependent in the Brillo/Schick model [87]
yielding an apparent contribution to the pre-exponential factor 1., which is expressed
as:

N
In(n) = x; In(y;) (519)
i=1
For the evaluation of some of these expressions the enthalpy of mixing, AH, and the
excess free energy, £G, are needed. The enthalpy of mixing AH is related to £G via
AH = EG + TES with ES being the excess entropy. When EG is known, AH can be
obtained from AH = £G - TOEG/OT. As can be seen from Tabs. B.4 - B.14, EG depends
in most systems linearly on temperature. In these systems, AH can easily be obtained
from EG by just skipping the temperature dependent terms.

5.2 Unary systems
In this section, the viscosities of pure elements are discussed. Figure 5.2 shows the
relevant part of the periodic table with those elements marked of which viscosities are

determined within the present work. These are Al, Si, and Cu, as well as the transition
metals Ni, Co, and Fe.
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Fig. 5.2. Relevant section of the periodic table. Viscosities of the highlighted elements are mea-
sured and discussed below.

The results of the viscosity measurements are presented in Figs. 5.3-5.7 and summa-
rized in Tabs. 5.2-5.7. Therein, they are compared with recommended and/or mea-
sured results from literature. These are attached with a key specifying the method
used for their determination. The keys are defined in Tab. 5.1. R, hereby, means “rec-
ommended” and specifies that the listed value is obtained from a literature review.
The results of the present work contributed to some of them as well. The listed data is
not strictly independent from each other. Moreover, the key HOC meaning “high tem-
perature oscillating cup” specifies the viscometer at DLR and the key OCN specifies
the oscillating cup viscometer located at NPL? in Teddington, UK where some of the
measurements are performed.

2 NPL = National Physical Laboratory
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Table 5.1. Keys of methods for viscosity determination used in the tables below. The keys HOC and
OCN specify that the corresponding data is obtained using the oscillating cup viscometer at DLR or
NPL, respectively.

Key Name

R Recommended from literature review
(o]@ Oscillating cup

HOC High temperature oscillating cup (DLR)
OCN Oscillating cup (NPL)

5.2.1 Aland Si

Measured viscosity data n(T) of Al [158] and Si [158] is plotted versus temperature in
Fig. 5.3. Obviously, the viscosities decay according to an exponential law and the Ar-
rhenius law of Eq. (5.9) can be used for their representation. This is shown by the solid
lines. The obtained parameters, 1. and E,, are listed in Tab. 5.2 for Al and in Tab. 5.3
for Si. Obviously, they are quite similar. They are compared in these tables with corre-
sponding results from literature.

For Al, these are the recommended values by Assael, [63], by Mills [12] and by
Shiraishi [11]. The latter results are identical with those reported by lida and Guthrie
[13]. The results reported by Kehr [86] are shown as well. They are obtained by means
of the same viscometer as used in the present work. The Arrhenius law, Eq. (5.9), is
also plotted in Fig. 5.3 for the literature data.

Obviously, the agreement among the different curves is within + 20 %. The largest
deviation is, hereby, observed for the results of Mills [12]. The overall deviation be-
tween the different datasets is worse than in the cases of density and surface tension.
This is mainly due to the container based nature of the oscillating cup technique.
Chemical reactions between the melt and the crucible might effectively change the
sheared volume. Oxidation of the free liquid surface can cause a meniscus which also
changes the effective sheared volume of the liquid. Last but not least, the diameter of
the crucible must precisely be known. Small deviations from its real value can lead to
stronger systematic errors in the measured data.

In the case of liquid Si, the number of available literature data is more limited.
Table 5.3 lists the recommended values of Assael [92] which are also plotted in Fig.
5.3. Although the parameters, n.. and E,, recommended in Ref. [92], strongly differ
from those of the present work, see Tab. 5.3, the two curves still agree with each other
in the experimentally covered temperature interval from 1600 K to 1900 K, see Fig. 5.3.
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Fig. 5.3. Viscosity n of Al (squares) and Si (diamonds) versus temperature. The data is shown to-
gether with results from literature: 1: data of Si recommended by Assael [92]. Data of Al, recom-
mended by Assael [63] (2), by Mills [12] (3), by Shiraishi, lida and Guthrie [11; 13] (5), and measured
by Kehr [86] (4), using the same viscometer (HOC).

Table 5.3. Parameters .. and Ex for the viscosity of pure liquid Si measured in this work (bold)
[158]. The data are compared with selected results from literature. The methods used for their deter-
minations are specified in the third column.

N (MPa - s) Ea (10%)/mol) Method Source
0.214 + 0.02 1.43+ 0.1 HOC [158]
0.082 2.831 R [92]
5.2.2 Cu

For liquid Cu, two sets of data are established: one is obtained using the viscometer
at National Physical Laboratory (NPL), Teddington, UK [248] and the other one is ob-
tained using the viscometer at DLR, [158]. The results are shown in Fig. 5.4. Again,
n can be fitted by Eq. (5.9) and the resulting parameters are listed in Tab. 5.4 to-
gether with corresponding results from literature. These are the recommended data
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Table 5.2. Parameters n.. and Ex for the viscosity of pure liquid Al measured in this work (bold)
[158]. The data is compared with selected results from literature. The methods used for their deter-
minations are specified in the third column.

N (MPa - 5) Ex (10%)/mol) Method Source

0.281 + 0.02 1.23 £+ 0.08 HOC [158]
0.268 1.10 R [12]
0.185 1.54 R [63]
0.288 1.14 HOC [86]
0.257 1.31 R [11; 13]

Table 5.4. Parameters n.. and Ea for the viscosity of pure liquid Cu measured in this work (bold
[158; 248]). The data is compared with selected results from literature. The methods used for their
determinations are specified in the third column.

N (MPa - 5) Ex (10%)/mol) Method Source

0.522 + 0.05 2.36+ 0.1 OCN [248]

0.657 + 0.04 2.15+ 0.1 HOC [158]
0.378 2.67 R [93]
0.466 2.41 HOC [86]
0.529 2.39 R [11]
0.527 2.39 R [12]

of Assael, [93], of Mills, [12] and of Shiraishi [11]. The two latter are identical with each
other. Mills [12], however, uses a representation of data which is different from Eq.
(5.9). The small deviation in n.. between the two datasets in Tab. 5.4 originates from
a rounding error that occurs when the representation is being converted. Finally, the
data measured by Kehr [86] is also shown. These measurements have been carried out
in the same machine, i.e. (HOC).

As visible in Fig. 5.4, all reported data lie within a band of + 10 %. The upper limit
is given by the results of Mills [12], Shiraishi [11], and the data of the present work [158]
measured at DLR (HOC). These agree with each other within less than +5 %. The lower
limit of the band is determined by the data of Kehr [86] and Assael [93]. However, these
two latter curves are not independent from each other. In fact, the data of Kehr were
considered in Ref. [93] and significantly contributed to the final result as, in Ref. [93],
the individual data sets were weighed by the number of data points. The DLR viscome-
ter produces continuous curves, n(T), so that the number of experimental points is far
larger as in the other sets of data considered in Ref. [93].

The data measured at NPL [248] lie right in the middle of the band. Apart from
a small kink at T =~ 1520 K, which corresponds to demixing of CuO, [154], these data
nicely obey an Arrhenius law.
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Fig. 5.4. Viscosity n of Cu versus temperature, measured at NPL using the viscometer (OCN) (dia-
monds, [248]) and at DLR using the viscometer (HOC) (squares, [158]). The data is shown together
with results from Assael [93], Mills [12], Shiraishi [11], and Kehr [86].

5.2.3 Ni, Coand Fe

Measured viscosities of the transition metals Ni, Co and Fe are plotted versus temper-
ature T in Figs. 5.5-5.7. The corresponding parameters obtained from the Arrhenius
law, Eq. (5.9), . and E,, are listed in Tabs. 5.5 — 5.7.

For liquid Ni, the following literature sources were discussed in Tab. 5.5: the re-
views by Assael [94] and Mills [12], as well as the data measured by Kehr [86] using the
DLR viscometer. The results of Mills [12] are identical with the results of Andon [255]
obtained in the viscometer at NPL (OCN). The corresponding representations, Eq. (5.9),
are shown in Fig. 5.5 as well.

All curves agree with each other within a band of + 20 %. The viscosities recom-
mended by Assael [94] form the upper limit of this band and the data of Kehr [86] the
lower limit.
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Fig. 5.5. Viscosity n of Ni [160] versus temperature using the viscometer (HOC) (squares) at DLR. The
data is shown together with results from Assael [94] and Mills [12].

Table 5.5. Parameters n. and Ea for the viscosity of pure liquid Ni measured in this work (bold)

[160]. The data is compared with selected results from literature. The methods used for their deter-
minations are specified in the third column.

Neo (MPa - 5) Ep (10%)/mol) Method Source

0.413 + 0.02 3.487+ 0.1 HOC [160]
0.313 3.884 R,0CN [12; 255]
0.313 4.036 R [94]
0.31 3.789 HOC [86]

The data obtained in the present work [160], shown in Fig. 5.5 as symbols, lies almost
in the middle of the band. Within roughly + 5 %, it is in agreement with the results
of Mills, [12]. With regard to the data of Kehr, it is demonstrated that results obtained
even in the same machine, can deviate from each other by as much as +20 %.
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Fig. 5.6. Viscosity n of Co [256] versus temperature using the viscometer “HOC” (squares) at DLR.
The data is shown together with results from Assael [92] and Mills [12].

Table 5.6. Parameters n.. and Ex for the viscosity of pure liquid Co measured in this work (bold)
[256]. The data is compared with selected results from literature. The methods used for their deter-
minations are specified in the third column.

N (MPa - s) Ea (10%)/mol) Method Source
0.048 6.81 HOC [256]
0.125 5.377 R [92]
0.204 4.813 R [12]

For liquid Co, the recommended data of Assael [92] and Mills [12] are consulted as
reference. The comparison with the results measured in this work is shown in Fig. 5.6
and the corresponding parameters . and E, are listed in Tab. 5.6. As visible from Fig.
5.6, the best agreement is obtained with the results of Mills [12], whereas the overall
deviation between both sets is within + 5 % only. The results of Assael [94] are slightly
larger. Again, all curves agree with each other within + 20 %.
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Fig. 5.7. Viscosity n of Fe [160] versus temperature using the viscometer “HOC” (squares) at DLR.
The data is shown together with results from Assael [63], Mills [12], Shiraishi [11] and Kehr [86].

Table 5.7. Parameters n.. and Ex for the viscosity of pure liquid Fe measured in this work (bold)
[160]. The data is compared with selected results from literature. The methods used for their deter-
minations are specified in the third column.

Ne (MPa - s) Ex (10%)/mol) Method Source

0.114 £ 0.02 5.93+ 0.1 HOC [160]
0.24 4.74 R [12;13]
0.19 5.16 R [63]
0.162 5.01 HOC [86]
0.315 4.65 R [11]

Finally, the results for liquid Fe are discussed in Fig. 5.7 together with available data
from literature, i.e. the viscosities recommended by Assael, [63], Mills [12], and Shi-
raishi [11]. The data of Mills [12] is identical with those of lida and Guthrie, [13]. In
addition, data measured by Kehr [86] is also shown.

Again, all datasets agree with each other within a band of + 20 %, whereas the
upper limit is set by the recommendation of Shiraishi [11] and the lower limit by the
data of Kehr [86]. The data of the present work [160] lies in the middle between these
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extremes and agrees within approx. 5 % with the results obtained by Assael [63] and
Mills [12].

Among the three transition metals Ni, Co, and Fe, the largest viscosities is exhib-
ited by Fe, followed by Co and Ni for T < 1850 K. Above this temperature, 1¢o > 1nj-

5.2.4 Synopsis

For each element, the parameters 1., and E, are collected in Tab. 5.8 together with
their corresponding liquidus temperatures, Ty. In addition, the table lists values of
n at the corresponding liquidus temperatures Ty, i.e. ny:=n(T.). As a rough ten-
dency, elements with a high melting temperature also exhibit a large viscosity. The
only exception from this trend is liquid Si having a comparatively small viscosity,
n.=0.59 mPa - s, paired with a liquidus temperature of T} = 1687 K which, compared
to Al or Cu, is relatively large.

The Hirai equation, Eq. (5.14), provides a comparatively simple relation between
n, and material parameters, such as Ty, p;, and the molar mass, M:

2 1
3 2
pLTE

1
6

n=1.7-10"7 (5.20)

Equation (5.20) is verified in Fig. 5.8 where a plot of 1, versus the right hand side of
Eq. (5.20) is shown. Obviously, Eq. (5.20) is fulfilled for liquid metals, as . scatters
within error bars of + 20 % around the relation of Eq. (5.20). The latter is indicated in
Fig. 5.8 by the solid line. Again, liquid Si forms the only exception from this trend, as
1y, is overestimated by more than 100 %. From the Hirai law, Eq. (5.14), one can also
derive an expression for the activation energy of viscous flow, E pirai:

En Hirai = 2.65T1%7 [J/mol] (5.21)
As shown by the inset in Fig. 5.8 this provides a good estimation of the activation en-

ergies of Al, Cu, and Ni. However, there are also deviations: The activation energy of

Table 5.8. Parameters Ti, .., and Ex for each investigated element. The viscosity ., calculated
from Eq. (5.9) for T = Ty, is also shown. Some of the data is measured more than once.

Element T, (K) Ne (MPa - s) Ea (10%)/mol) n. (mPa - s) Ref.
Al 933 0.281 1.23 1.372 [158]
Si 1687 0.214 1.43 0.593 [158]
Cu 1358 0.522 2.36 4.221 [248]
Cu 1358 0.657 2.15 4.411 [158]
Ni 1727 0.413 3.49 4.694 [160]
Co 1768 0.048 6.81 4.935 [256]
Fe 1818 0.114 5.93 5.765 [160]
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Fig. 5.8. Viscosity 1, versus the right hand side of Eq. (5.20), Pf/3 TLl/ZM‘l/6 (symbols). The solid
lines corresponds to Eq. (5.20). The inset shows the measured values of the activation energy Ep exp
versus activation energies Ep uirai calculated from Eq. (5.21).

Si is overestimated by more than 100 % and the activation energies of Fe and Co are
underestimated by up to 50 % of their original values.

It is tempting, on the other hand, to test whether or not E, can be related to the
free energies of the standard states, G?(T). This idea is based on the assumption that
shear flow is related to a permanent breaking of nearest-neighbor bonds [87] and that
the activation energy of viscous flow is generally larger if the interactions between
atoms are more attractive. In fact, G?(T) consists of a part being almost independent
on temperature, HY, and another one, -TS?(T) = ToG/dT, depending on tempera-
ture almost linearly. This latter part contributes only to 1. and can, thus, be neglected
for the calculation of the activation energy.

Figure 5.9 shows a plot of E, versus H?. Generally, one can state that there is in-
deed a monotonous relation between E, and H; for liquid metals. This relation can be
expressed by a second order polynomial (dotted line in Fig. 5.9). The simplest relation,
however, is linear, E, = ay;sHY, with ay;s being a coefficient. From the fit to the data of
the pure metals, not including Si, one obtains for a;s a value of 0.721 ~ 1/0.5. Hence:

E, ~0.5H? (5.22)

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

134 =— 5 Viscosity

8.0 41— E=0.721H(T))
| E— polynomial Co
6.0 - Fe
3
g i
© 40 A
v Ni

N - Aliicu si B

0 .“.-.l--‘.l- I L] l T 'l L] l
0 2.0 4.0 6.0 8.0
H(T,) (10° Jimol)

Fig. 5.9. Activation energy E, of the liquid pure elements versus the standard enthalpy of formation,
Hi°. The data is shown in comparison with a second order polynomial (dotted line) and a linear fit
(solid line).

It is striking from Tab. 5.8 and Figs. 5.8 and 5.9 that liquid Si does not follow the trend
of the other elements. Neither can 5, be described for liquid Si by the Hirai law, Eq.
(5.20), nor can its activation energy be related to HY via Eq. (5.22). Obviously, this has
to do with the significantly larger values of Ty and HY.

In contrast to the other elements, which are metals with nearest neighbor coordi-
nation numbers of roughly 12, Si is semiconducting in the solid state and exhibits a
coordination number in the liquid of =5 [257]. Moreover, covalent bonds coexist with
metallic bonds and, due to this, the nature of the atomic interactions strongly differs
from those in pure metals, where covalent bonds do not exist. Therefore, it is not too
surprising that there is also a different behavior of Si with respect to its viscosity.

5.3 Binary and ternary systems
Systematic viscosity measurements are carried out for binary and ternary systems

listed in Tab. 5.9. These systems are: Al-Cu [87], Ag-Al-Cu [157], Co-Sn [256] as well as
Cr-Fe-Ni [160], Cu-Fe-Ni [248], Co-Cu-Ni [159] and Al-Cu-Si [158].
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Fig. 5.10. Measured viscosity of Al-Cu versus xc, at T =1500 K [87]. In addition, calculations of
the models of Moelwyn/Hughes (dotted), Seetharaman (dash dotted), Brillo/Schick (solid), Kozlov
(dashed), Kaptay (dash double-dotted), and Hirai (dot double-dashed), are also shown.

Data from the binary system Fe-Ni is not measured in the present work. However, re-
sults obtained by Sato [258] are discussed in Ref. [160]. The results of this discussion
will be exploited in the present section too, i.e. in Tabs. 5.9-5.12, as they support the
conclusions drawn below.

As an example, Al-Cu [87] is discussed in more detail: Figure 5.10 shows a plot of
the isothermal viscosities of this system at 1500 K versus x,. At 1500 K, the viscosity
ranges between 0.73 mPa - s, corresponding to pure liquid Al, and 5.1 mPa - s. The lat-
ter value corresponds to the viscosity of liquid Al,oCugg, which is slightly larger than
the viscosity of pure Cu, i.e. than 3.5 mPa - s. Hence, the curve exhibits a maximum
around the composition of Al,oCugg, see Fig. 5.10.

In an attempt to explain this feature, one might identify the several inter metallic
phases that exist around this specific composition in the solid as potential causes [87;
154]. For instance, a maximum in the isothermal viscosity is also evident in Al-Ni [86],
Bi-In [259], In-Sn [259] and in ternary Ag-Al-Cu alloys [157]. All these systems exhibit
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intermetallic phases at compositions close to the locations of the individual maxima
in viscosity. For certain compositions of Al-Ni, intensified chemical short range order
in the liquid is discussed as the reason for the observed increase in viscosity [163; 260;
261].

Intermetallic phases, however, are an expression of particularly pronounced at-
tractive interaction in a system. Thermodynamically, the latter is associated with a
negative excess free energy. As will be seen shortly, intermetallic phases do not nec-
essarily need to be considered in order to explain the maxima observed.

Together with the experimental data, Fig. 5.10 also shows calculations of the mod-
els of Moelwyn/Hughes, Seetharaman, Brillo/Schick, Kozlov, Kaptay, and Hirai. Ob-
viously, the Moelwyn/Hughes model and the Seetharaman model fail to predict the
viscosity correctly: Although the Moelwyn/Hughes model accurately predicts the po-
sition of the maximum, it overestimates the absolute value of n by more than a factor
of 2. The curve calculated from the Seetharaman model exhibits a minimum in viscos-
ity instead of the observed maximum. Moreover, it predicts viscosities that are by a
factor of up to 6 too small.

The Hirai model produces a curve with a similar shape to the experimental one
but without a pronounced maximum. It still underestimates the data by a factor of up
to 2.

A slightly better agreement is found for the Kaptay model. For x¢, < 60 at.-%, it
deviates from the experimental data only within the errors bars of + 20 %.

Considerably better agreement is obtained from the Kozlov model for which the
agreement with the experiment is within the error bars of + 20 % for x¢, < 60 at.-%
and x¢, > 90 at.-%.

The best agreement is found for the Brillo/Schick model, Egs. (5.18) and (5.19). It
reproduces the experimental data in Fig. 5.10 correctly, from both, a qualitative and
quantitative point of view [87].

As discussed in Ref. [87] the Brillo/Schick model also correctly predicts the activa-
tion energy, E,. This is shown in Fig. 5.11, where the experimentally determined values
of E, are compared to the ones calculated from Eq. (5.18). The agreement is excellent,
again. The same is true for n., as shown by the inset in Fig. 5.11.

It should be noted at this point that the Brillo/Schick model (and also the Kozlov
model) do not explicitly consider compound formation in the melt. In principle, AH
could have any mathematical form. Therefore, it could also be calculated from a com-
pound formation model. However, AH is calculated in Eq. (5.18) from the sub-regular
solution approximation? [242]. Obviously, this is sufficient for the description of the ex-
perimental data. As for the surface tension [69], see Chap. 4, a model using compound
formation is not necessary for Al-Cu.

3 using the coefficients listed in Refs. Tab. B.3.
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Fig. 5.11. Experimentally determined activation energies Ex versus xc, for liquid Al-Cu. The exper-
imental data is shown together with a calculation of the Brillo/Schick model. The inset shows the
same comparison for the pre-exponential factor fe..

This result is also obtained for the ternary system Ag-Al-Cu which is similar to Al-Cu.
For this system, the viscosity is measured along a section where the concentration of
silver is kept constant at 10 at.-% and the mole fraction of Cu, x, is varied from 0 to
90 at.-% [157].

The results for the isothermal viscosity are shown in Fig. 5.12 for T = 1223 K. Obvi-
ously, they exhibit the same general appearance, i.e. the data monotonously increases
with x¢, from 0.9 mPa - s, corresponding to the viscosity of Agi9Alyg, up to approx.
5.8 mPa - s which corresponds to the viscosity of Ag;oAl50Cugg. As in the binary sys-
tem Al-Cu, 1 exhibits a maximum at x¢,=60 at.-% before it slightly decays down to the
value of 4.7 mPa - s corresponding to the viscosity of Ag;oCugp.

The experimental data is compared in Fig. 5.12 with the different model calcula-
tions. Obviously, the best agreement is found for the Kozlov model which excellently
reproduces the experimental data. A nearly equally good agreement is obtained for
the Brillo/Schick model. It correctly predicts the maximum and 7 for x¢, < 60 at.-%.
However, the decay of 1 on the right hand side of the maximum is slightly stronger

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

138 —— 5 Viscosity

Ag,,-AlCu
6 = Exp. data
------- Moelwyn/Hughes
. —-—- Seetharaman
—— Brillo/Schick
= — — Kozlov
E &7 Kaptay
E, —--= Hirai
= 3 il
2 ot
1 -

0 20 40 60 80 100
Xe, (at-%)

Fig. 5.12. Measured viscosity of Agio-Al-Cu versus xc, at T =1223 K. In addition, calculations of the
models of Seetharaman (dash dotted), Brillo/Schick (solid), Kozlov (dashed), Kaptay (dash double-
dotted), and Hirai (dot double-dashed), are also shown.

as indicated from experiment so that the viscosity of Ag;,Cugg is underestimated by
more than 20 %. The agreement with the other models is worse.

As already mentioned, the monotectic system Cu-Fe-Ni is different from Al-Cu and
Al-Cu-Ag. In particular, because it exhibits a positive excess free energy and the ten-
dency to demix at T < Ti. In order to pursue the question, whether or not this has
any impact on the viscosity, 1 is measured along the section CuxFeg ¢(;_,)Nig 4(1-x)
0 < x < 1 and plotted in Fig. 5.13 versus the Cu mole fraction x, at 1873 K.

Obviously, the experimental data decreases moderately and almost linearly with
increasing xc, from = 4.5 mPa - s to 2.9 mPa - s. The curve exhibits a concave shape
and there is no maximum in viscosity as function of xc.

For this system, the best description of the data is provided by the Kaptay model
[248]. Despite its simplicity, the second best description is provided by the Hirai model.
For x¢, < 30 at.-%, however, the Hirai model underestimates the experimental data
slightly. The agreement with the Kozlov model is also good, although the measured
viscosities are overestimated by <20 % for x¢, <30 at.-%. In contrast to the two previ-
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Fig. 5.13. Measured viscosity of CuxFeq ¢1_x)Nig.4a1-x) » O < X s 1versus xc, at T =1873 K. In addition,
calculations of the models of Moelwyn/Hughes (dotted), Seetharaman (dash dotted), Brillo/Schick
(solid), Kozlov (dashed), Kaptay (dash double-dotted), and Hirai (dot double-dashed), are also
shown.

ous examples, the Brillo/Schick model fails to describe the data correctly. In fact, its
agreement with the experimental data is even worse than for the Seetharaman or the
Moelwyn/Hughes model which also fail to predict the data correctly.

Obviously, the success of each model depends on the system being investigated.
This is demonstrated in Tab. 5.9 where it is evaluated how well each model works for
each investigated system. A model is hereby regarded as OK if the predicted viscosi-
ties agree with the experimental data within the error bars over the entire investigated
concentration range. It is regarded as “reasonable” (RS) if the agreement is, at least,
partially within the error bars. If there is no agreement between the model and the
experimental data, the model fails (F) to predict the viscosity correctly. A model is re-
garded as “successful” if it doesn’t fail and it is rated “best” if it yields the best agree-
ment, compared with the other models.

Applying these criteria, the Moelwyn/Hughes model is tested in the case of Al-
Cu, Cu-Fe-Ni and Co-Cu-Ni. The Seetharaman model is tested for Al-Cu, Ag-Al-Cu,
Cu-Fe-Ni, and Co-Cu-Ni. Both models do not succeed in any case (=F).
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The Brillo/Schick model is tested in the case of Al-Cu, Al-Cu-Ag, Co-Sn, Cu-Fe-Ni, Co-
Cu-Ni and Al-Cu-Si. It seems to fail when being applied to systems for which AH > 0.

The Kozlov model and the Kaptay model are tested for all investigated systems,
except Co-Sn. The Hirai model, finally, is also tested for all these systems, except
Al-Cu-Si.

In the case of liquid Co-Sn, also two other models are tested in Ref. [256]: the Bu-
dai/Kaptay model [249] and the Singh/Sommer model [262]. These models are not dis-
cussed in the present work as they pursue different approaches. The results of these
tests are summarized in Tab. 5.9.

In order to find out which of the models is best suited in order to describe the
viscosity of any system, Tab. 5.9 is evaluated with respect to the success of each model.

The result of this evaluation is summarized in Tab. 5.10. Obviously, the Moel-
wyn/Hughes and the Seetharaman models fail in 100 % of the cases in which they
are tested. The Hirai model is successful in 43 % of the cases, the Brillo/Schick model
in 50 %, and the Kaptay model in 57 %.

The Kozlov model is successful in 86 %. In nearly 30 % of all cases in which it is
tested, it even provides the best description of the viscosity.

Among the models tested and based on the systems selected in Tab. 5.9, the Kozlov
model can be regarded as “the best” one. Indeed, among the models discussed, the
Kozlov model is the only one derived purely from physical principles [251].
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Table 5.9. Systems investigated and models tested. F=failed, RS=reasonable= partially within error
bars, OK = within error bars, and best=best model for this system.

System Model tested Reference
Ag-Al-Cu Seetharaman F [157]
Brillo/Schick 0K

Kozlov best
Kaptay RS
Hirai F
Al-Cu Moelwyn/Hughes F [87]
Seetharaman F
Brillo/Schick best
Kozlov RS
Kaptay RS
Hirai F
Al-Cu-Si Brillo/Schick oK [158]
Kozlov oK
Kaptay OK
Co-Cu-Ni Moelwyn/Hughes F [159]
Seetharaman F
Brillo/Schick F
Kozlov oK
Kaptay best
Hirai OK
Co-Sn Hirai RS [256]
Brillo/Schick RS
Budai/Kaptay best
Singh/Sommer F
Cr-Fe-Ni Kozlov OK [160]
Kaptay OK
Hirai oK
Cu-Fe-Ni Moelwyn/Hughes F [248]
Seetharaman F
Brillo/Schick F
Kozlov OK
Kaptay best
Hirai oK
Fe-Ni Kozlov OK (best) [160]
Kaptay RS
Hirai RS
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Table 5.10. Comparison of the performance of the models: F=failed, OK = within error bars, and
best=best model for a system. Numbers in brackets denote percentages.

Model Category all
best 0K Successful F
Moelwyn/Hughes 3 (100%) 3
Seetharaman 4  (100%) 4
Brillo/Schick 1 (17%) 2 (3% 3 (50%) 2 (B3%) 6
Kaptay 2 (29%) 2 (29%) 4  (57%) 7
Kozlov 2 (29%) 4 (57%) 6 (86%) 7
Hirai 3 (43%) 3 (43%) 2 (29%) 7

5.4 ldeal solution and excess viscosity

Based on the results of the previous section it is justified to accept the Kozlov model
as a basis for the definition of the viscosity, idn, of an ideal solution and also for the
definition of the excess viscosity, £7.

For an ideal solution AH =0. Hence, Eq. (5.13) transforms into the following ex-
pression for a system with N components, i, each having a mole fraction of x; and a
viscosity of n;:

N
“p=1]ne (5.23)
i

In the same way, this expression can also be obtained from the Kaptay model which
is the second most successful model in Tab. 5.10.

In contrast to the molar volume, for instance, the ideal viscosity is not a linear
combination of the property of the pure component in x;. Instead, this is rather true
for its logarithm which appears to be the additive quantity.

Based on Eq. (5.23), the excess viscosity £ can be defined in the following way:

N
fn=n-1]n¢ (5.24)
i

Generally speaking, one can also write the activation energy E in the following form:

N
Ex=) XEn;+A4E, (5.25)

1

In Eq. (5.25), E, ; is the activation energy of the pure component i and AE, is the acti-
vation energy of mixing.

It is an interesting question, whether or not £ and AE, can be related either to
EG or AH. This question is elucidated within the next section.
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Fig. 5.14. Excess viscosity £ versus Cu mole fraction xc, along a cut CuxFeg gq_Nig 4a-x, 0 s X s 1
through the Cu-Fe-Ni system at 1873 K.

5.5 Observed trends

If the Kozlov model was strictly valid, £x and the enthalpy of mixing, AH, should ex-
hibit opposite signs. Moreover, one can postulate that this is also true for AH and AE,.
In the present section this hypothesis will be tested on the basis of the available ex-
perimental data.

Figure 5.14 shows a plot of 5 versus the Cu mole fraction, xc,, along the inves-
tigated section, CuxFeq ¢(1-x)Nig 4(1-x)» 0 < x < 1, of the Cu-Fe-Ni system. The plot is
shown for a temperature of 1873 K. The enthalpy of mixing AH is positive for Cu-Fe-Ni
over the vast compositional range. As visible in Fig. 5.14, Eq is negative, indeed. The
minimum of £z is located at x¢, = 30 at.-%. At this composition, £7=-0.6 mPa - s which
is =17 % of the measured viscosity.

The opposite case, AH < 0, is tested in Fig. 5.15 for the ternary system Agi4-Al-Cu.
The figure shows a plot of £x versus xc, along a section Agg 1Alg.9_xCuy, 0 < x < 0.9
at 1223 K. As visible, £ > 0 at the vast compositional range. The maximum of £7 is
located at xc, =~ 50 % and its value is about 2.7 mPa - s. This is more than 50 % of
the measured viscosity and nearly 100 % of the ideal viscosity. Hence, in Ag-Al-Cu is
highly non-ideal with respect to viscosity. This is also true for Al-Cu. The contribution
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Fig. 5.15. Excess viscosity Eq versus Cu mole fraction x¢, along a cut Ago.1Alp.9-xCux, 0 < x < 0.9,
through the Ag-Al-Cu system at 1223 K. The inset shows AEa.

of Eq to n is 5 times larger in Ag-Al-Cu than, for instance, in Cu-Fe-Ni. With respect to
viscosity, the latter, can rather be interpreted as an ideal system.

Comparisons between AH, En, AE, are shown in Tab. 5.11 for those alloy systems
for which viscosity data is measured in the present work. Each system is associated to
one of the three classes defined in chapter 3.

In fact, Cu-Fe-Ni is the only system for which AH and 7 are both negative. In the
case of Co-Cu-Ni, En=0.

Systems for which AH < 0 are Cr-Fe-Ni, Fe-Ni, Co-Sn, and Al-Cu-Si. In Cr-Fe-Ni,
Fe-Ni, and Co-Sn, En ~ 0. For Al-Cu-Si En is slightly negative. Again, the deviation
from zero is small in these cases. In addition to the signs of EG, AH, and En also the
signs of AE, are listed in Tab. 5.11. No uniform tendency is revealed: In the case of
Cu-Fe-Ni, for instance, AE, ~ 0 while £ < 0. In the case of Co-Cu-Ni, AE, < 0 while
En = 0. For Al-Cu-Si and Co-Sn, both having a strongly negative enthalpy of mixing,
AE, = 0. In the case of Cr-Fe-Ni, AE, is even negative although also AH < 0.

In all these systems, the deviations of x and AE, from zero are actually small.
It can, therefore, be concluded that, with respect to viscosity, these systems can be
regarded as almost ideal, see Tab. 5.11.
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Table 5.11. Observed trends in the viscosity of the investigated alloys.

Class System Sign of Sign of Sign of mixing Source
AH En AE, behavior

| Cu-Fe-Ni + - =0 ideal [248]
Co-Cu-Ni =0 - ideal [159]

I Cr-Fe-Ni - ~0 - ideal [160]
Fe-Ni ideal [160]

Ag-Al-Cu + + non-ideal [157]

" Al-Cu - + + non-ideal [87]
Al-Cu-Si - <0 ideal [158]

Co-Sn =0 =0 ideal [256]

On the other hand, for Ag-Al-Cu and Al-Cu, AE, >> 0. In fact, these two systems are
highly non-ideal with respect to viscosity.

The finding that most systems of Tab. 5.9 are ideal with respect to viscosity ex-
plains the success of the Kaptay model, see Tab. 5.10: In Eq. (5.17) AH is multiplied by
a small factor, 0.155, so that the influence of AH on the viscosity is rather small. Hence,
the viscosities calculated by this model are close to 7.

The definition whether a system can be regarded as ideal or non-ideal with re-
spect to viscosity is model-dependent. The Kozlov model is chosen as a basis for this
definition, as it is identified in Tab. 5.10 as the most successful one with respect to all
systems.

In addition, a look at Tab. 5.12 shows that there might be a certain tendency: Sys-
tems belonging to class I can best be described by the Kaptay model, the viscosities
of members of class II are best predicted by the Kozlov model and the viscosities of
members of class III are predicted best by the model of Brillo and Schick. In view of
the limited number of investigated systems, however, this conclusion can only be pre-
liminary.

The models discussed in this section aim to derive 1 from the thermodynamic po-
tentials, i.e. from £G or AH. In a ternary system, the influence of a ternary parameter in
Eq. (3.17) on the calculated viscosities will be small, as the contributions of the ternary
interaction terms to £ G is usually much smaller in Eq. (3.17) as of the binary terms. Pro-
vided the correct model for the calculation of the viscosity is identified for a system,
it will also be possible to predict 1 from the excess free energies only of the binary
subsystems.

5.6 Summary and conclusions

In this chapter, viscosities of unary, binary, and ternary liquid metallic systems are
studied.
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In the case of unary systems, the obtained viscosities are in agreement with data from
literature within 20 %. This margin also corresponds to the deviation among data sets
measured in the same apparatus. Moreover, the results are used in order to validate
the Hirai law. The energies of activation are empirically found to be functions of the
enthalpies of the standard states, Hi0 .

Table 5.12. Best model for the prediction of the viscosity of members of each class. In the case of
Cr-Fe-Ni, the Kozlov- the Kaptay, and the Hirai model perform equally well. In the case of Al-Cu-Si,
the models of Brillo and Schick, Kozlov, and Kaptay perform equally well.

Class System Best viscosity model
| Cu-Fe-Ni Kaptay
Co-Cu-Ni Kaptay
I Cr-Fe-Ni Kozlov = Kaptay = Hirai
Fe-Ni Kozlov
Ag-Al-Cu Brillo/Schick
I Al-Cu Brillo/Schick
Al-Cu-Si Brillo/Schick = Kozlov = Kaptay
Co-Sn Budai/Kaptay

In the case of binary and ternary systems, the viscosities are measured and compared
to a number of thermodynamic models aiming to relate the viscosity to thermody-
namic potentials, G or AH. However, these models perform heterogeneously and the
comparison does not yield a fully satisfying answer: The viscosity of nearly each sys-
tem is predicted precisely by one of the models. However, in the case of another sys-
tem, the same model yields worse agreement or even fails.

As a preliminary tendency, one can state that the Kaptay model works best for
class I systems, the Kozlov model is the best choice for class II systems and the vis-
cosities of members of class III are predicted best by the model of Brillo and Schick.
On average, the Kozlov model performs most successfully.

Using the Kozlov model in order to generate a definition for the ideal viscosity,
does not lead to the establishment of a relation between excess viscosity and enthalpy
of mixing, AH, or between the mixing contributions to the activation energies, AE,.
The absolute values of the obtained excess viscosities are small in most cases so that,
as arough trend, the viscosities can be approximated by the ideal solution. Exceptions
are the strongly interacting systems Al-Cu and Ag-Al-Cu.

This result may be non-satisfying. However, it also shows that either the relation
between n and thermodynamic potentials, i.e. EG, AH, etc, is not yet understood or
that thermodynamics does not have the primary influence on viscous flow. Instead,
one may consider other factors such as short range order.
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Two inter-property relations are tested: a relation between viscosity and surface ten-
sion as well as the Stokes-Einstein relation.

The relation between surface tension and viscosity works in the case of pure lig-
uid elements with respect to the accuracy of the experimental data. In case of liquid
binary and ternary alloys, good agreement is evident for two different systems once
the relation is modified slightly. However, the accuracy does not suffice to predict vis-
cosities of alloys from available excess free energies via the Butler equation.

In the case of AlggCu,o, the Stokes-Einstein relation holds for temperatures higher
than 1400 K. It breaks down for smaller temperatures. In case of the densely packed
system NisgZrg,, D - 1 = const is found, heavily contrasting the Stokes-Einstein rela-
tion.

6.1 Surface tension - viscosity relation

Attempts, to relate the viscosity of an alloy to the enthalpy of mixing, AH, or to the
excess free energy, £G, are only partially successful as noted in the previous chapter.
Instead of directly deriving n from AH or G, one can also try to link the viscosity to
the surface tension. The surface tension of a sub-regular solution, on the other hand,
can be predicted from the excess free energy £G via the Butler equation, as shown in
Chap. 4.

Such a relation between surface tension and viscosity can indeed be established.
This is seen, for instance, from Eqgs. (4.5) and (5.4), which are both well known and
often used in order to calculate surface tension and viscosity from the known pair
potentials and distribution functions [20].

A remarkable feature of both expressions has been overseen for long, namely, that
the integrals in Eq. (4.5) and Eq. (5.4) are identical [23]. Dividing Eq. (4.5) by Eq. (5.4)
yields

RT

y_ RT
Y - a3 (61)

with R = 8.314 Jmol 'K ! being the molar gas constant, M the molar mass, and ay-y =
0.94 is a constant coefficient. Incidentally dividing Eq. (4.40) by Eqg. (5.20) yields the
same expression with ay-, = 0.82. In his work [24] Kaptay reports a value of ay-y of
0.755.

It may seem surprising at first, that such a relation exists between a surface and
a bulk property. On the other hand, when additional surface is created, atoms are
displaced and work must be done against their pair potential. The amount of work
depends on the distribution of neighboring atoms, described by the pair correlation
function and the pair potential. Shear flow is a highly collective process involving the
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displacement of atoms relative to the positions of their neighbors [23] so that also in
this case work must be done against the pair potential. If surface is created, material
flows towards it from the bulk. The energy dissipated during this flow contributes to
the energy required to create the new surface. Thus, the origins of viscosity and surface
tension lie in the same physical process [23].

Equation (6.1) has already been validated for pure liquid metals by Egry [23], and
Kaptay [24]. Both authors report different values of ay-y. Obviously, Eq. (6.1) must
break down sooner or later, as the surface tension depends on temperature linearly
while the viscosity obeys an exponential law. Egry [263] found that Eq. (6.1) is valid
for temperatures in a range of = 300 K around the melting point. Kaptay noticed that
Eq. (6.1) fails in the case of Si, Ge, Sb and Bi [24]. Chemical bonding and coordination
are different in their liquid and solid phases for these systems [24].

Based on the results of Chap. 4 and Chap. 5, Eq. (6.1) can easily be checked for
pure metals. This is done in the first step. In the second step, it is tested, whether Eq.
(6.1) can also be applied to alloy systems or, otherwise, in which way it needs to be
modified.

6.1.1 Pure metals

In order to test Eq. (6.1), results obtained for the pure metals Al, Cu, Ni, Co, and Fe,
are consulted first. Surface tension data is hereby picked from Chap. 4 and viscosities
from Chap. 5. For these systems, the ratios y; /1, are plotted in Figure 6.1 versus corre-
sponding values of \/RT; /M. Obviously, a linear law is obeyed, except for Al, which
deviates from the trend of the other metals.

In addition to the experimental data, Fig. 6.1 also shows Eq. (6.1) using the dif-
ferent values of a;-y. Obviously, the curve for a;-y = 0.94 slightly overestimates the
data. Most experimental points lie exactly on the curve for ay-y = 0.75. The only ex-
ceptions are Al and Fe measured in Ref. [160]. If, instead, of the latter reference, the
results measured by Kehr [86] are used for liquid Fe, Al remains the only exception.

A linear fit of Eq. (6.1) to all data, including liquid Al, yields ay-y = 0.815. This
value equals the one obtained from dividing the phenomenological equations, Eq.
(4.40) and Eq. (5.20) by each other. The reason is obvious: Eq. (4.40) and Eq. (5.20)
are shown in Chaps. 4 and 5 to work on an average scale. Hence, Eq. (6.1) would also
work on an average scale, if ay-y = 0.82 is used. The agreement in Fig. 6.1 is roughly
within +25 %.
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Fig. 6.1. Experimentally obtained ratios y,/n. of Al, Cu, Ni, Co, and Fe versus corresponding values
of \/RT./M. In addition, calculations of Eq. (6.1) are shown with different values of a. The error
bars, +20 %, result from the estimated uncertainties of the surface tension, +5 %, and viscosity,
120 %.

6.1.2 Al-Cu and Cu-Fe-Ni

The applicability of Eq. (6.1) to alloys is tested by means of of two examples: Al-Cu and
Cu-Fe-Ni. These systems are selected because reliable surface tension and viscosity
data exist for both [69; 87; 239; 248].

The evaluation of Eq. (6.1) is shown for liquid Al-Cu in Fig. 6.2. Surface tension
and viscosity data is taken from Refs. [191] and [87], respectively. In the majority of
the results, the experiment is systematically overestimated by the predictions from
Eq. (6.1), using ap-y = 0.94, 0.82 and 0.75. Hence, Eq. (6.1) is no longer valid for alloy
systems if it is applied the same as with pure elements. This observation is not too
surprising, as the Hirai model fails to predict the viscosity in many alloy systems, as
well. As shown in Chap. 5, Eq. (5.14) also drastically underestimates the viscosity of
Al-Cu.

Nevertheless, there is a tendency in Fig. 6.2 that the ratio y; /1, increases linearly
with increasing /R Ty /M which is, at least, in qualitative agreement with Eq. (6.1).
Fitting Eq. (6.1) to the data yields a value for a;-, of 0.62(+0.03).
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Fig. 6.2. Experimentally obtained ratios y./n. of Al-Cu alloys versus corresponding values of

v/ RT./M. In addition, calculations of Eq. (6.1) are shown with different values of a;_,. The error
bars, +20 %, result from the estimated uncertainties of the surface tension, 5 %, and viscosity,
+20 %.

In fact, Al-Cu is a mixing system for which £G << 0. It belongs to class III in Tab. 3.14.
The thermophysical properties and their mixing behavior of members of this class are
discussed in Chaps. 3-5. In contrast to Al-Cu, the ternary system Cu-Fe-Ni is chemi-
cally, structurally and thermodynamically different from Al-Cu. It belongs to class Iin
Tab. 3.14 and exhibits a miscibility gap in the undercooled regime.

Despite these differences, the same result is obtained in Fig. 6.3: Again, Eq. (6.1)
systematically overestimates the experimentally obtained ratios, y;/ny, if ay-y =
0.94, 0.82, and 0.75 are used. Adjusting Eq. (6.1) to the data, however, yields a value
of ay-y of 0.595 (+0.03). Within the uncertainty of +0.03, this value is identical with
the one obtained for Al-Cu.

It seems that a relation between y and 7 is, indeed, found, indeed. This shall
be tested for the case of Co-Sn. For this system, viscosity data is published in Ref.
[256] from which ny is calculated and plotted in Fig. 6.4 versus xc,. In Ref. [256], only
the data for xc, = 50 at.-%, are measured using the DLR viscometer “HOC”. More-
over, the value of n; at x¢, =80 at.-% is significantly larger than for x¢c, =70 at.-%
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Fig. 6.3. Experimentally obtained ratios y,/n. of Cu-Fe-Ni alloys versus corresponding values of
V/RT/M. In addition, calculations of Eq. (6.1) are shown with different values of a;-y. The error
bars, 20 %, result from the estimated uncertainties of the surface tension, 5 %, and viscosity,
120 %.

Or X¢o =100 at.-%. For this particular alloy, the temperature range was limited during
the measurement leading to an increased error in the activation energy E,.

On the left hand side, in Fig. 6.4, the values of n;, = n(Ty) start at ~2.2 mPa - s,
corresponding to pure Sn. With increasing x¢,, 17, drops down to ~1.0 mPa - s for x¢, <
15 at.-%, until it increases back to 2.2 mPa - s for xc, =20 at.-%. For x¢, = 50 at.-%,
1y, increases with x¢, up to 5.0 mPa - s. This corresponds to the value of pure Co, if the
viscosity of CoggSnyo is not considered in the figure.

In order to calculate n from Eq. (6.1), the Butler-equation, Eq. (4.32), is solved using
the data of yc, and ys, from Refs. [196] and [256], respectively. Phase diagram and
Redlich-Kister parameters are taken from Ref. [264], see also Tab. B.9.

Figure 6.4 shows the result of this calculation for two different parameters of
ty-y, 0.82 and 0.6. The measured data of Co-Sn agrees for x¢, <20 at.-% with Eq. (6.1)
if ay-y = 0.82 is used. This agreement, however, is not better than within * 50 %.
In the same concentration range, the solution for a;-, = 0.6 overestimates n;, by
nearly 100 %. For ay-y = 0.6, 1, is almost constant in the vast concentration range
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Fig. 6.4. Viscosity n of Co-Sn liquid alloys versus xc, (symbols) [256]. For comparison, n, is calcu-
lated from the Butler equation via Eq. (6.1) using a;-, = 0.82 (dash-dotted) and a;-, = 0.6 (solid
line).

at ~3.1 mPa - s. Hence, for x¢, > 50 at.-%, the experimental data is underestimated by
more than 20 %.

Averaged over all concentrations, Eq. (6.1) might indeed work for alloy systems,
if the parameter a;-y is set to 0.6. After all the agreement between experimental data
and Eq. (6.1) is not better as compared to the models already discussed in Chap. 5.

6.2 Stokes-Einstein relation

The dynamics in a liquid is governed by two closely related properties: viscosity and
atomic diffusion. The viscosity describes the macroscopic transport of momentum.
This requires a collective motion of the particles. The atomic diffusion is related to
single particle diffusive transport [32].

The atomic diffusion controls processes like nucleation, liquid-liquid phase tran-
sitions, crystal growth, and glass formation in an alloy [13; 265; 266]. In order to under-
stand these processes, a precise knowledge of the corresponding diffusion coefficients
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is mandatory. In liquid metals and alloys, systematic and reliable information of dif-
fusion data is not available in the majority of cases.

Techniques like, quasi elastic neutron scattering (QNS) provide an option for the
measurement of self diffusion coefficients, D; (i=element). This technique is restricted
to alloys containing one component with a dominant incoherent scattering cross sec-
tion, e.g. Ni, Ti, Co, and Cu [267].

The accurate measurement of diffusion data, using long capillary methods, or al-
ternatively, shear cell methods, is subject to large errors due to the additional transport
of mass caused by buoyancy or interface driven flow effects [268; 269]. These tech-
niques have been employed in order to measure the inter diffusion coefficient. The
latter can be related to the self diffusion coefficient D; via the Darken equation. The
Darken equation was derived under the assumption that a certain term, called “cross
correlation”, can be neglected. As shown recently, this assumption leads to an expres-
sion which is oversimplified [269]. In addition, the Darken equation is defined solely
for binary systems. Contamination of the sample from chemical reactions with the
container walls further complicates the measurement.

A common relation, which is often taken for granted in order to calculate diffusion
coefficients of atoms in a liquid from the viscosity, or vice versa, is the Stokes-Einstein
relation, [25]:

kgT
nbi = ¢ 75"]—1 . (6.2)
In Eq. (6.2), n is the viscosity, D; is the self diffusion coefficient of element i, ry denotes
its hydrodynamic radius, T is the absolute temperature and kg = 1.38x10723]/K is the
Boltzmann constant.

The Stokes-Einstein relation was derived in order to describe the diffusive mo-
tion of a mesoscopic particle in a viscous medium [26]. When the diffusing objects are
of atomic size, the Stokes-Einstein relation still remains valid in several cases. This
has been shown, for instance, for pure liquid metals [266]. Indeed, Eq. (6.2) is a good
approximation, at least, on a large scale: For Cu-Ni-P-Pd, [147], Pd self diffusion and
viscosity have been measured over a temperature range from 600 K to 1200 K. Both
properties vary by 10 orders of magnitude. Equation (6.2) worked within a factor of 2.

The applicability of the Stokes-Einstein relation to liquid metals and alloy systems
is well accepted in standard literature [148]. However, there is evidence that D; and
n can significantly deviate from Eq. (6.2): In the case of liquid AlggNi,o, molecular
dynamics simulations show that Eq. (6.2) is a good approximation when T is large,
i.e. T 21800 K. Upon lowering the temperature below this limit, the Stokes-Einstein
relation becomes increasingly inaccurate [270]. The same is indicated for ZrCu, [271],
Lennard-Jones- [272]-[274], and hard-sphere systems [275], water [276], and silica [277].
For the latter system, 1 and D even deviate from Eq. (6.2) over the entire investigated
temperature range.
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Fig. 6.5. Viscosity of AlgoCuzo versus temperature. Shown is data measured using the viscometer
“OCN?” (solid symbols) and data measured by Wan [279] (hollow symbols). Both data sets can be
fitted by the same Arrhenius law (solid line). The uncertainty is estimated as +20 % [267].

Experimental indications for a deviation from Eq. (6.2) are rare: There is a work from
Meyer [278] and there are two publications from Brillo [32; 267] both are discussed
below.

6.2.1 AlgoCUzo

It is the aim of the works presented in Ref. [267] to further investigate the validity of the
Stokes-Einstein relation by presenting a comparison of experimental shear viscosity
and Cu self diffusion data for an AlggCu,o melt at different temperatures. AlggCu,g is
chosen as, due to the incoherent scattering cross section of Cu, it can be investigated
using QNS. In addition, AlgoCu,g has a low liquidus temperature, T; =930 K, a low
vapor pressure, and with regard to chemical reactivity, it tends to be an inert system.
Therefore, container based methods can be employed and the temperatures can be
varied over a broad range. Disturbances originating from evaporation of sample ma-
terial do not occur.
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Viscosity data is obtained in the oscillating cup viscometer “OCN” located at NPL,
Chap. 5. The uncertainty of the measurement is estimated in Ref. [267] as +7 %. This is
in agreement with the value proposed by Day [280]. It is also in agreement with the er-
ror specified for pure Cu in Tab. 5.4 and Fig. 5.4. The latter is + 10 %. Different, however,
from Ref. [267], an uncertainty of + 20 % is now used. This latter value corresponds to
the empirically determined uncertainty of the viscosity of liquid Al, see Tab. 5.2 and
Fig. 5.3.

Cu self diffusion coefficients, D¢, are measured by the co-authors of Ref. [267] in
quasi elastic neutron scattering (QNS) experiments. Details of the measurement pro-
cedure are described in Refs. [267] and [281]. The uncertainty of the self diffusion data
is specified as + 5 %.

Results of the viscosity measurements are plotted in Fig. 6.5 for AlgoCu,q ver-
sus temperature, T. They are shown together with data of Wan et al. [279] in order
to expand the covered temperature and viscosity ranges. For T < Ty + 600 K, n em-
braces values from 1.1 mPa - s to 2.0 mPa - s. In view of the estimated uncertainty of
+20 %, the agreement between both sets of data is nearly perfect in Fig. 6.5. They
can be represented by the same Arrhenius law, Eq. (5.9), with the two parameters
Ep = 1.34x10*]/mol* and e = 0.35 mPa-s.

The self-diffusion coefficients of copper, D¢, are plotted semi-logarithmically in
Fig. 6.6 versus T~!. Values range from D¢, =147 (+1.0) x 10 ®m?s ! at T =1795K to
24 (£0.2) x 102m?s ™! at T = Ty. These are slightly larger than the Ni self diffusion in
AlgoNiyo which is 8.74x10m?s™! at T =1795 K [282].

The data in Fig. 6.6 can also be fitted by an Arrhenius law with a thermal ac-
tivation energy Ep = —3.28 x 10%]/mol? for the Cu self diffusion in AlgyCuyg. The
absolute value is 2.4 times larger than the activation energy for viscous flow,
Ea = 1.34 x 10%]/moD, indicating that self diffusion and viscous flow take place on
different time scales in this system.

Figure 6.6 also shows self-diffusion coefficients calculated from the experimen-
tal viscosity data by the Stokes-Einstein relation, Eq. (6.2). An effective radius of
g = rcov = 1.17 1is used for this calculation which corresponds to the known co-
valent radius, rq, of Cu taken from Ref. [146], see Tab. 3.11. At temperatures higher
than 1400 K, good agreement between the measured and calculated self diffusion co-
efficients is evident in Fig. 6.6. At T=1670 K the values of both diffusion coefficients
are identical at 1.17x1078m?s™!. With respect to the experimental error, the Stokes-
Einstein relation is valid at temperatures above 1400 K.

For T <1400 K, D¢,, calculated via the Stokes-Einstein relation, deviates from
the measured ones towards larger values. For instance, at T =1000 K the self dif-

1 0.14eV
2 -0.34eV
3 0.14eV
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Fig. 6.6. Arrhenius plot of the self-diffusivity Dc, measured by QNS (solid circles) and calculated
from Eq. (6.2) (solid squares). The open squares represent D¢, calculated from the data of Ref.
[279]. The solid straight line represents an Arrhenius fit to D¢, measured by QNS. The inset shows
the effective hydrodynamic radius ry versus temperature. The covalent radius of Cu is marked by the
dotted line. The solid line in the inset marks the limes of ry for T - oo [267].

fusion coefficient equals 24x10"m?s™! while the Stokes-Einstein relation yields
34x107?m?s™!. This discrepancy is of about 30 %. It becomes increasingly larger when
the temperature is lowered.

Due to this deviation, the effective hydrodynamic radius, ry, deviates in Eq. (6.2)
from the covalent radius and becomes temperature dependent. This is shown by the
inset in Fig. 6.6, where ry, calculated from Eq. (6.2), is plotted versus temperature.
ry is hereby calculated using the corresponding fit functions as input to Eq. (6.2). It
is seen that, for T ~ 1500 K, ry equals the covalent radius of 1.17 A. Upon increase
of temperature, ry further decreases and tends towards the constant value of 1.04 A
which is reached at approx. 2000 K. For T < 1400 K, ry diverges with decreasing T.
This behavior is clearly no artifact of the use of Arrhenius forms as it is also seen in
the plain experimental data.

This investigation of AlggCu,o shows that with respect to the experimental uncer-
tainties, the Stokes-Einstein relation is valid in this system, only above 1400 K. For
temperatures lower than 1400 K, the diffusion becomes slower than expected from
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the Stokes-Einstein relation. This behavior is atypical. Usually, the opposite is found,
namely, that the diffusion becomes faster with a decrease of T [270; 273; 278; 281]. How-
ever, as Al-Ni and Al-Cu exhibit otherwise similar properties, no general rule for the
direction of this deviation can be given ad hoc. In order to understand this behavior,
the role of the Al- self diffusion will need to be clarified in this system.

In the case of AlgyCu,q the Stokes-Einstein relation breaks down at temperatures
near the melting point. The latter, however, are relevant for processes like nucleation
and crystal growth [267].

6.2.2 Ni3(,Zr64

In order to check Eq. (6.2), measurements need to be carried out over a sufficiently
large temperature range. Usually, T changes then by a factor of 1.5 - 2, which, in the
case of liquid metals, requires high temperatures. Hence, convection and chemical
reactivity is favored. The latter is a severe problem, when the sample, as in the case of
NisgZrg4, is chemically highly reactive.

The binary alloy Ni3¢Zrg, serves as a model system in order to study a number
of phenomena occurring during the glass transition [283]. Precise knowledge of its
thermophysical properties of the liquid phase is highly important in this context.

The high reactivity of Nis¢Zre,, however, rules out most of the classical investi-
gation methods. Correct data can, therefore, only be measured in a contactless way.
While it is possible to measure diffusion coefficients in electromagnetic levitation in
combination with QNS, the measurement of the viscosity using electromagnetic levi-
tation is not possible under gravity conditions.

Electrostatic levitation (ESL) provides an alternative [19]. Using ESL, quasi elastic
neutron scattering (QNS) experiments are carried out by Kordel [54] who determined
accurate Ni-self diffusion coefficients in liquid Nis¢Zrg,. This data is measured over
a broad temperature range from 1100 K to 1700 K. In addition, density and viscosity
data is measured by Brillo [32] over a broad temperature range in which T is varied
by a factor of 1.5. Over this range, the viscosity changes by 1.5 orders in magnitude.
With these results for a dense glass forming system, the Stokes-Einstein relation can
be checked in unequaled detail.

The density of Ni3¢Zre, follows a linear law with p; = 6.878(x0.003) g - cm > be-
ing the density at liquidus temperature, T;, and pr = -3.73(0.01) x 10™%g - cm>K?
the temperature coefficient. This corresponds to a mean particle density of
p=0.052 atoms/A>. Using the respective covalent radii of Zr and Ni [146], rz,=1.45 A and
ryi=1.15 A, a value of 6 = 0.55(+0.002) is obtained for the effective volume packing
fraction. This value is in agreement with 6 from multicomponent bulk glass forming
alloys [278]. As for comparison, the packing fraction of liquid Al is ~0.42, see Tab. 3.11.
Hence, NizgZrg, is a rather densely packed system and glassy behavior should be fa-
vored already at temperatures close to the melting point.
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Fig. 6.7. Viscosity of Nis¢Zre,, measured in ESL, as function of temperature. The solid symbols cor-
respond to data obtained from samples with different masses and the solid line is a corresponding
fit of the Vogel-Fulcher-Tammann law, i.e. Eq. (5.10), [32].

Results of the viscosity measurement are shown in Fig. 6.7 as a function of tempera-
ture. Values are obtained between 1050 to 1750 K. Large undercoolings of up to 230 K
are achieved [32].

Generally, the viscosity increases when the temperature is lowered. At Ty, the vis-
cosity equals n;, =11.5 mPa - s, which is slightly larger than the viscosities of the sys-
tems discussed in the previous chapter, see Tab. 5.8. At low temperature, T =1100 K,
n even reaches a value of approximately 130 mPa - s. Again, this is large compared
to most non-glass forming metallic alloys. For T > T, n assumes values between
11.5mPa - s and 8 mPa - s.

In electrostatic levitation, excitation of flow vortices in the bulk of the droplet
might occur when the oscillation amplitude becomes larger than approx. 10 % of the
droplet radius at rest [79]. In addition, Ishikawa [284] found that an interference of
the surface oscillation with the positioning system takes place under certain condi-
tions. This interference would lead to an exchange of energy between the sample
and the generator leading, thus, to an apparently increased or decreased viscosity.
If such a non-linear effect existed in the droplet oscillation, using samples with dif-
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ferent masses would result in apparently different values of the viscosity [32]. Hence,
the experiment in Fig. 6.7 is performed with five different samples having masses of
20.8 mg, 27.0 mg, 38.2 mg, 41.0 mg and 86.2 mg. As shown, however, the same curve,
n(T), is obtained for each sample mass within the scatter of the viscosity data of + 5 %,
mentioned in Ref. [32]. Thus, systematic errors, due to non-linear droplet oscillations,
can be excluded.

The viscosity data in Fig. 6.7 can well be described by the phenomenological
Vogel-Fulcher-Tammann (VFT) law, Eq. (5.10), which is typical for many glass-forming
systems [266]. The Arrhenius law, used in Chap. 5, is no longer sufficient to represent
this data. The parameters obtained from a fit of Eq. (5.10) are E, = 1.66 x 10%]/mol*,
Ty =660.5K, and ne = 1.1 mPa - s, see Fig. 6.7.

The Ni self diffusion coefficients, Dy;, are plotted semi-logarithmically in Fig. 6.8
versus the inverse temperature T~! [32; 54]. The uncertainty of Dy; is of the order of
+5 %, Values range from 2.3x10™7m?s ™" at T ~1650 K to 2.3x10 °m?s ™! at ~1116 K. At
the liquidus temperature, Ty, = 1283 K, Dy;=7.8x10"1%m?s 1,

The Ni self diffusion data can also be fitted in Fig. 6.8 by a Vogel-Fulcher Tam-
mann (VFT) law, similar to Eq. (5.10). Apart from the scaling factor, absolute values
obtained for the activation energy Ep = —-1.60 x 10%]/mol® and for the temperature
To=674 K are identical within error bars with the corresponding values obtained from
the viscosity data. Moreover, the activation energies have opposite signs for viscosity
and diffusion. This is already different from the case of AlgyCu,q, Sec. 6.2.1, where the
activation energies of the two processes are different.

Obviously, the inverse of the viscosity, 71, and Dy; are proportional to each other.
This is shown in Fig. 6.9 where the measured viscosity data is multiplied by the VFT-
fit of Dy;. The product Dy; - n equals 1.8(x0.25)x10"11]/m over the entire temperature
range of 1050 K < T <1750 K.

For comparison, Fig. 6.9 shows the Stokes-Einstein relation with the hydrody-
namic radius ry being set to ry; =1.15 A. The experimental data is underestimated
by more than a factor of 2 and the temperature dependence is significantly different
[32]: While, from experiment Dy; - = const is found, Dy; - i, calculated from Eq. (6.2)
scales with kg T.

The failure of the Stokes-Einstein relation is also visible in Fig. 6.8. In this figure,
Dy, calculated from the viscosity, is also shown. Obviously, the Stokes-Einstein rela-
tion, Eq. (6.2) underestimates the measured diffusion coefficients by more than 70 %.
The significantly different temperature dependence is already visible by eye [32]. In
an attempt to better fit Eq. (6.2) to the experimental data, the hydrodynamic radius,
ry is set to cgg - ry; with cgg being a coefficient [32]. Using csg = 2/3, Eq. (6.2) trans-
forms into the Sutherland-Einstein relation [285]. In the case of cgg = 0.467, Eq. (6.2)

4 0.172eV
5 -0.166 eV
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Fig. 6.8. Diffusion constants versus inverse temperature. The circles represent Dy; obtained from n
via the Stokes-Einstein relation, Eq. (6.2). The squares correspond to the Ni- self-diffusion constant
Dy, directly measured by QNS. Corresponding fits of the VFT law are shown by solid lines (from Ref.
[32].

is fulfilled in Fig. 6.9, at least at Ty. In this case, ryg ~0.53 A, which is non-physically
small. Upon decreasing ry, the product Dy; - 1 can be increased in Fig. 6.9 and, thus,
brought closer to the experimental data. However, the agreement of the temperature
dependences becomes worse. At this point, it pays off that Dy; and n are measured
over a large temperature range.

The only way to resolve the situation, i.e. to “rescue” the Stokes-Einstein relation,
is to assume that ry becomes temperature dependent. In this case, ry would have to
vary by a factor of 1.7 over the investigated temperature range. Obviously, this is unre-
alistic.

According to Mode-Coupling-Theory (MCT) [247], the dynamics in a liquid is
strongly coupled when the particle density is large [32]. Thus, the atomic motion
freezes in when T comes close to a critical temperature T, upon cooling. In this case,
the diffusion coefficient D and the inverse of the viscosity, 71, become proportional to
the same scaling law, Eq. (5.11). Hence, D - n = const is asymptotically obtained when
T > Tg,. For Ni3gZrg, Voigtmann [283] estimated Ty, =900 K. However, the experi-
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Fig. 6.9. D - n versus temperature (symbols). In order to guide the eye, a linear fit to data is also
shown (solid line). The dashed and dotted lines correspond to the Stokes-Einstein relation, Eq.
(6.2), with different choices of the hydrodynamic radius ry = csery;. (from Ref. [32]).

mental data on D and 1, discussed in the present section, is obtained at temperatures
well above T, [32].

In conclusion, it is found in the case of Ni3¢Zrg, that Dn = const. This is in agree-
ment with MCT predictions for temperatures close to the temperature of dynamical
freezing but contradicts the Stokes-Einstein relation which predicts Dn « kgT.

6.3 Summary and conclusions

In order to elucidate the question whether or not the viscosity can be predicted from
E G via calculating the surface tension from the Butler equation, Eq. (6.1) is reconfirmed
as a valid relation between surface tension and viscosity for pure liquid metallic ele-
ments. The parameter ayy, hereby, can be set to 0.75 and Eq. (6.1) works within the
experimental error of +20 % for liquid Cu, Ni, Co, and Fe. If Al is included, Eq. (6.1) is
valid on an average scale within +25 % and for ay-, = 0.82.
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Equation (6.1) is also tested for alloy systems. It is found to be valid in the cases of
Al-Cu and Cu-Fe-Ni. In both cases, the data can be fitted by Eq. (6.1) yielding a value
for ay-y of 0.6+0.03. The agreement is within the experimental error of +20 %. How-
ever, it is not possible to predict the viscosity of Co-Sn alloys from solving the Butler
equation. Although the results agree on average with the experimentally obtained vis-
cosities, the deviation for each composition between the calculated and experimental
value is quite significant. In particular, the agreement is not better than for the models
discussed in Chap. 5.

The Stokes-Einstein relation, which relates the viscosity to the self-diffusivity, is
shown for liquid alloys to work only as a good approximation. In the case of the less
densely packed system AlgyCu,g, it holds for temperatures larger than 1400 K. For
T < 1400 K D and n deviate from Eq. (6.2), whereas the diffusion becomes slower
than expected from the Stokes-Einstein relation. This behavior is atypical and might
be explained if the role of the packing density is clarified in this context.

In case of a densely packed system, like Niz¢Zr¢,, the Stokes-Einstein is disproved:
Instead of Dn « kT, as predicted from Eq. (6.2), D - n = const is found over a broad
temperature range. This behavior is predicted from Mode-Coupling theory for temper-
atures close to the critical point of dynamical freezing. In the case of Ni3¢Zrg,, it is
observed at already considerably higher temperatures.

These phenomena, which might be coupled to densely packed liquids, are still
not fully understood and the subject of ongoing research [22].
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There are multiple overlaps between the broad field of thermophysical property mea-
surement and different, but related, topics. In the present chapter, the aim is to high-
light some of these topics using examples of applications to which contributions are
made within the present work.

The first of these examples deals with the measurement of solid-liquid interfacial
energies'. This property and its anisotropy are of tremendous importance for model-
ing and the understanding of heterogeneous nucleation and crystal growth processes.
Within a Ph.-D. thesis solid-liquid boundaries of liquid Al-Cu alloys on differently ori-
ented surfaces of single crystalline sapphire substrates are investigated, see Ref. [286].
Some of these results are outlined in Sec. 7.1.

In the second example, a model for the prediction of liquid-liquid interfacial en-
ergies is introduced in Sec. 7.2. In addition to the solid-liquid interfaces, liquid-liquid
interfaces play important roles for nucleation and growth processes. Moreover, liquid-
liquid interfaces are crucial for liquid phase separation processes. Detailed studies
of such processes are performed within a project? aiming to also investigate liquid,
metastably demixed Co-Cu alloys under microgravity?3.

In Sec. 7.3 of the present chapter it is demonstrated by the example of a magnetic
shape memory alloy how the establishment of a comprehensive set of precise ther-
mophysical property data can be used in order to optimize an industrially relevant
material.

7.1 Solid-liquid interfacial energy

7.1.1 Liquid metal/sapphire

The kinetics of heterogeneous nucleation and solidification is controlled by processes
taking place at the involved solid-liquid interfaces. The respective interfacial energies
depend generally on the structure of the solid [287; 288] and its anisotropy.

There is plenty of evidence in literature that this anisotropy also affects the wet-
ting behavior of a liquid single component melt [212; 289; 290; 291]. Among different
substrate materials, the effect is greatest for liquid Al on a — Al, 03 (sapphire) surfaces
[291; 292], due to its large surface anisotropy.

1 Project in the framework of the priority programme “SPP 1296 - Heterogene Keim- und Mikrostruk-
turbildung: Schritte zu einem system- und skaleniibergreifenden Verstandnis” funded by the German
Science Foundation (DFG)

2 “Undercooling and Demixing of Copper-Cobalt Alloys - CoolCop”, in response to ESA AO -99.

3 Using the EML facility on board the International Space Station ISS. First batch of experiments is
scheduled for spring 2015.
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Except for the studies carried out in the frame of this work, systematic investigations
on this effect are sparse for alloy systems. In the case of Al-Cu, this is indeed surprising
as Al-Cu is otherwise an intensively studied system serving as a model for heteroge-
neous nucleation and crystal growth in binary eutectic alloys [242; 243]. Moreover,
Al-Cu is an easy-to-handle system. It has a low melting point and chemically inert
substrates, such as a — Al,03, are available [286].

Therefore, and in order to contribute to an understanding of the impact of interfa-
cial anisotropies on heterogeneous nucleation, the wetting behavior of Al-Cu alloys,
covering the entire composition range, on differently oriented a — Al,03 surfaces is
studied in detail in a model experiment [293; 294].

In this section, a part of these results, namely the wetting of pure Cu on differently
oriented sapphire surfaces, is summarized.

7.1.2 Sessile drop apparatus

In order to study the wetting behavior, contact angle measurements are performed in-
side a sessile drop chamber, designed and developed by Schmitz [293]. The principal
setup is shown schematically in Fig. 7.1. It consists of a stainless steel high vacuum
chamber equipped with a drop dispenser and an alumina tube furnace. The tube fur-
nace (diameter = 24 mm, length = 93 mm) is located in the center of the apparatus.
Its axis is vertically aligned. Molybdenum wires act as resistive heating elements. The
tube has a hole half way along the vertical axis through its walls allowing observation
of the sample from the side [286].

Inside the furnace, the substrates are positioned on a boron nitride substrate
holder. For position adjustment, it can be moved vertically. A W-5%Re/W-26%Re ther-
mocouple (type C) is placed underneath the substrate supporter in order to determine
the temperature.

At the beginning of an experiment, the alloy is contained inside a drop dispenser.
The dispenser consists of an alumina tube with a 1 mm nozzle at its bottom and is
placed approx. 10 mm above the clean surface of the substrate. As soon as the desired
furnace temperature is reached, the liquid alloy is pushed through the nozzle by care-
fully increasing the gas pressure inside the dispenser.

The sessile droplet is illuminated from one side through the holes in the furnace
tube. Shadow graph images are recorded by a camera from the other side, so that the
contact angles can be recorded as functions of time.

Further details of the apparatus, as well as of the measurement and image pro-
cessing procedures, are given in Ref. [293].
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Fig. 7.1. Schematic depiction of the arrangement for contact angle measurements.

7.1.3 Contact angle measurements

A sequence of images, recorded when a droplet is dispensed, is shown in the inset
of Fig. 7.2. The typical size of the droplet is 1.5 mm and the temperature in the exper-
iments discussed is ~1380 K. When the droplet comes out of the nozzle, potentially
existing oxide skins are stripped off. After a period of free fall, the droplet touches the
surface of the substrate and vibrates strongly [286], so that the contact angle also os-
cillates around its equilibrium value, O. This is shown in Fig. 7.2 for the case of the
Cu/sapphire-R(1102) system at 1380 K. After a period of about 1s, the contact angle
becomes constant at O = 113° with respect to a time scale of seconds.

For larger time scales, the contact angle O starts to increase slowly. For the first
400 s, the time evolutions of the measured contact angles are shown in Fig. 7.3 for
liquid Cu on the C(0001), R(1102), and A(1120) surfaces of sapphire [286].

It is found for all substrates that the contact angles increase with time until they
become constant after approximately 200 s. This increase is most likely caused by
a self purification of the liquid Cu droplets as, under the processing conditions, the
equilibrium is shifted towards the reducing regime. This is discussed in detail in Refs.
[293]-[295]. The initial values of the contact angles lie between 106° and 113+ 5°. For
all surfaces, the final contact angle at long times, @, is approximately 117+5° [286].
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Fig. 7.2. Contact angle, 6, of liquid Cu on a sapphire R-plane versus time. The diagram is recorded
at 1380 K for short times, < 1s, capturing the moment when the droplet touches the substrate.
Solid squares denote contact angles at the left side of the droplet, open circles the ones at the right
side. The inset shows a series of frames recorded when the droplet is dispensed: The droplet forms
and falls to the surface, touches the substrate and vibrates strongly. After approximately 1s, it lies
stably (last image). From Ref. [286].

This observation is in agreement with recent literature studies [212]. It should be noted
that the uncertainty of the data is far less than the 40 % [164] usually encountered in
conventional sessile drop experiments.

The evaluation of the measured contact angles can be performed using the Young-
equation, provided that the solid substrate is sufficiently stiff and forces vertical to its
surface can be neglected [164]:

o8 - 0 cos0) o

In Eq. (7.1), o(hklm) and ogl?{(llm) denote the respective interfacial energies of the solid-
liquid and the sohd-vacuum interfaces. Their orientation dependence is denoted by
the Miller indices, h, k,l, and m. y¢, is the surface tension of liquid Cu.

The Young equation can be applied in order to calculate o(hklm) when a(hklm), Ycus
and O are known. However, the true physics of a solid- 11qu1d 1nterface mlght be ob-
scured, if U(S}?{jlm) depends strongly on (hklm). In this case, o(hklm) will do so as well,
regardless of the measured contact angles [286]. Moreover, the apphcation of Eq. (7.1)
is not always possible due to the limited availability of o(hkh“)
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Fig. 7.3. Time evolution of the contact angle, 6, of liquid Cu on different sapphire surfaces for times
greater than 1s. Measurements are performed at 1380 K on the C(0001)- plane (circles), the A(1120)-
plane (triangles), and the R(1102)-plane (diamonds). From Ref. [286].

This problem can be circumvented by introducing the work of adhesion: W4y, = o5y +
y—0s,. Itisdefined as the energy gain per surface area upon adhesion. W,qy is related
to the contact angle via the Young-Dupre equation [286]:

Waan = (1 +ycyu) cos(0) (7.2)

In this equation, the parameter og y does not need to be known.

In order to evaluate Egs. (7.1) and (7.2), yc, is taken from Tab. 4.11 and values for
os,y are taken from Ref. [296]. In this work o(sk’li‘,lm) is normalized with respect to the
value of the C plane. These relative surface energies can be assumed as constant with
respect to temperature [286; 295]. The absolute value of 0(0001) of the C-plane is extrap-
olated to 1380 K using experimentally obtained values reported in Refs. [164; 297].

Table 7.1 lists the measured contact angles, the solid-liquid interfacial energies,
obtained from Eq. (7.1) and the works of adhesion, obtained from Eq. (7.2) for the dif-
ferently oriented sapphire faces. The corresponding uncertainties are estimated to be
less than 0.1 Jm ™2 [295].

Since the contact angle O is the same for all three faces, C, A, and R, the work
of adhesion, W,qy, is isotropic, see Tab. 7.1. Moreover, o(hklm) apparently exhibit no
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anisotropy within their uncertainties. For a detailed discussion of the error budget,
see Refs. [293; 286; 295].

Sessile drop experiments of liquid Cu on sapphire (a — Al,03) substrates with
C(0001)-,R(1102)-, and A(1120) orientation confirm the known contact angle of 117°.
The solid-liquid interfacial energy, as well as the work of adhesion, do not exhibit
any anisotropy within the uncertainties. Hence, in heterogeneous nucleation of lig-
uid Cu, any effect originating from the anisotropy of the solid-liquid interfacial energy
should be of subordinate dominance and can be neglected in the first approach [286].
As pointed out in Refs. [293; 294] this situation is completely different for Al/a — Al, 03
and Al-Cu/a — Al,0s. In these systems, an anisotropy becomes evident, which is par-
tially due to a reconstruction of the C(0001)-plane that occurs in the presence of ad-
sorbed Al.

Table 7.1. Parameters of the liquid Cu/a — Al,O5 interfaces at T=1380 K. og‘"[lm) are determined via
Eq. (7.1) using 009°” from Ref. [297] and relative surface energies normalized to 09" from Refs.
[164; 297]. The works of adhesions are calculated from Eq. (7.2). Surface tension of Cu at 1380 K:

Ycu(1380K) = 1.30 Nm™, see Tab. 4.11.

€(0001) R(1102) A(1120)
6o(°) 1135 1125 1065
60(°) 11745 1185 11745
o™ (Jm-2) 1.72£0.11 1.58+0.12 1.69+0.13
Wagn Om~2) 0.710.10 0.690.10 0.710.10

7.2 Liquid-liquid interfacial energy

Another important parameter in the context of solidification is associated with liquid-
liquid interfaces: The liquid-liquid interfacial energy not only limits droplet nucle-
ation during liquid-liquid phase separation, it can also affect crystal growth processes
during solidification. For instance, during the growth of a solid phase, the liquid in
front of the dendrite may become enriched by one particular component until the
solubility limit is exceeded. This process may lead to liquid-liquid phase separation
acting as a kinetic barrier. A good overview on these processes is given in Ref. [265].
Contributions on demixing and liquid-liquid interfacial energies are published for the
systems Al-Bi, Al-Pb, Al-In, Al-Bi-Si and Co-Cu in Refs. [65] and [298]-[300].

Up to now, there are only a few models for the prediction of the liquid-liquid inter-
facial energy. One reason for this situation is that its measurement in metallic systems
is by no means trivial and, therefore, the amount of experimental data is limited. The
most widely used models are the ones proposed by Becker and Landau, [165; 265], Ka-
ban and Merkwitz [165; 298] as well as Antion, Chatain, and Wynblatt [187; 188]. These
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Fig. 7.4. Liquid-liquid interfacial energy o'* of demixed Al-In versus temperature. The symbols rep-
resent the experimental data [298] and the solid line the model [172].

models can be seen as rough estimates [299] with specific advantages and shortcom-
ings [172].

The concept of the Butler equation, on the other hand, provides a recipe for the
derivation of an equivalent model for the prediction of liquid-liquid interfacial ener-
gies whereas, instead of a single bulk phase, two bulk phases are considered. This ap-
proach was first pursued by Kaptay [301]. A more general derivation of such a model
is published by Brillo [172].

The derivation is carried out in Ref. [172] in an analogous way to the derivation of
Eq. (4.22) and the following similar expression is obtained:

0‘LL — (ZuLLi _ HBIi _ HBIIi)A;l (7.3)

Here, A; is the interfacial area, o' is the liquid-liquid interfacial energy, and uP!; and
uPL are the chemical potentials of element i in bulk phase I and bulk phase II, re-
spectively. u"!; is hereby that part of the chemical potential u'*; of the interface which
does not depend on o' In fact, the chemical potential in the interfacial layer, p'L;,
consists of a part 0.50"" 4; including the interfacial energy, and another one including
the rest, i.e. ', = ult; - 0.50'L4;.

This latter condition assures that, in case of thermodynamic equilibrium, the

chemical potentials of the three phases can indeed be equal, i.e. u't; = u®, = B,
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Fig. 7.5. Al- mole fractions of the two bulk phases, Bl (dashed) and BII (dotted), as well as of the
interface (solid) in demixed Al-In. For comparison, the arithmetic average of the compositions of the
two bulk phases is also shown (dash-dotted).

without violating Eq. (7.3) when ¢ # 0 [172]. Moreover, it should be noticed that ther-
modynamic equilibrium is not explicitly required here.

The factor 2 in front of u'; assures in Eq. (7.3) that an important condition is ful-
filled, namely, that o = 0 when the compositions of the two bulk phases are equal.
In this case, no interface exists [172].

After some transformations and using the fact that the difference of the standard
states equals zero, the following, simple expression for the liquid-liquid interfacial
energy is obtained, where a; denotes the activity of each phase:

LL,2
RT a™
LL_ 2 n | =
s n<a?1ag311> ()

In order to apply this expression, it can be brought into a form similar to Eq. (4.24).
The solution procedure is identical to the one described in Chap. 4, except that the
factor &, accounting in Eq. (4.33) for a difference in coordination number with respect
to the bulk and surface phase, can be set to unity. In fact, atoms in a liquid-liquid
interfacial layer are coordinated by atoms from the same layer and, in addition, by
atoms in the two bulk phases. Consequently, the total coordination number of an atom
in the liquid-liquid interface is not much different from an atom in the bulk [172].
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The model is tested in Ref. [172] on the examples of the binary systems Al-Pb, Al-In,
Al-Bi and Cu-Co. For these systems, experimental data is published in Refs. [65; 298;
299]. For the sake of brevity, the model is demonstrated in the present section by the
example of Al-In, only.

Redlich-Kister parameters of Al-In, needed in order to solve Eq. (74), are taken
from Ref. [302], see Tab. B.7. Using this thermodynamic assessment, the binodal line,
i.e. the temperature dependent aluminium mole fractions of the two bulk phases,
xB and xBIL, are calculated by Schmid-Fetzer in Ref. [172] using the software package
PANDAT™,

The result of the model calculation, i.e. the liquid-liquid interfacial energy of Al-
In as function of temperature, is shown in Fig. 7.4 together with the experimental data
from Ref. [298].

For Al-In, the critical temperature of demixing is T¢ ~ 1150 K [303]. Experimental
data is available for 900 K < T =< 1070 K. Over the investigated temperature range
o' varies from 28 mNm™! at 900 K to ~ 0 mNm™" at 1070 K. Although the model,
Eq. (74), overestimates the experimental data slightly by ~5 mNm™!, it correctly re-
produces the temperature dependence (slope). In addition, it is correctly reproduced
that, with increasing temperature, the calculated interfacial energies asymptotically
approach zero and that the curve exhibits a concave shape [172]. Hence, the overall
agreement between model and experimental data is very good for this particular sys-
tem.

Figure 7.5 shows a plot of the temperature versus the mole fraction of Al in the two
bulk phases, x5 and x5! and in the interface, x}t. x5} hereby depends only weakly on
temperature. It changes steadily from 62 to 59 at.-% with a decrease of T from 1150 K
to 900 K. The values of xkk, obtained from solving Eq. (74), are very close in Fig. 7.5 to
the arithmetic average of the Al mole fractions in the bulk phases which varies from
62 at.-% at 1050 K to 52 at.-% 900 K. This behavior is observed in all three systems
discussed in Ref. [172].

A good agreement between model and experimental data is also observed for the
system Al-Pb [172]. In the case of the third system, Al-Bi, different results are obtained,
depending of the thermodynamic assessment used. Using, for instance, the assess-
ment of Mirkovic [304], the experimental data of Al-Bi is underestimated by a constant
factor of 1.5. When, on the other hand, the assessment of Kim [302] is applied, the ex-
perimental data is overestimated by up to a factor of 1.7. This shows, that even small
differences in the used thermodynamic assessment can have a large effect on the pre-
diction of the interfacial energy. The quality of model developed in Ref. [172], hence,
critically depends on the thermodynamic assessment, i.e. parameters for G used as
input.
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7.3 Shape memory alloys

It is the goal of the activities described in this section to develop and construct energy
efficient actuators, based on magnetic shape memory alloys, for automotive applica-
tions.

The energy efficiency of motorized vehicles is mainly determined by the trans-
formation of energy from fossil fuels into motion. Roughly 15 % of engine power is
consumed by secondary aggregates, electronic devices etc. [305]. In many of these sys-
tems, electromagnetic actuators, of which a typical car can have more than 60, play
crucial roles [306]. Hence, they substantially contribute to the energy consumption of
a vehicle.

Thus, requirements for an increased energy efficiency and CO, reduction cur-
rently also* drive the development of new actuator technologies. For instance, the
Piezo-Common-Rail-system developed by Siemens leads to a reduction of energy con-
sumption by approx. 30 %, whereas it is claimed that the CO, emission can be reduced
by this technique by roughly 25 % [307].

Obviously, new materials play a key role in the development of new actuator con-
ceptsin this, entirely new, socially and technically relevant, field. Beside piezo electric
materials, magnetic shape memory alloys (FSMA) seem to be very promising and ex-
hibit the highest potential for applications as actuators. One aim of the BMBF-funded
project EFAM? is to identify, produce and optimize a material that can be used for such
an actuator.

Magnetic shape memory alloys (MSMA) made from Ga-Mn-Ni display the largest
shape changes, with magnetic field induced strains (MFIS) reaching 10 %. MSMA
showing high MFIS over a wide temperature range and fast frequency response make
these alloys attractive for actuator and sensor applications. In addition, the MFIS in
single crystalline specimens is reported to be higher than in the corresponding poly-
crystalline material. Oriented single crystals of Ga-Mn-Ni based alloys can be obtained
on a lab scale using Zone melting or Bridgman techniques. The upscaling from labora-
tory scale to industrial scale with larger amounts of single crystals, however, is still a
challenging task. Thus, when optimizing the single crystal growth in terms of crystal
quality and size, process simulation tools can be applied to support the development
[308].

These process simulation tools require thermophysical properties of the molten
and solid material as input parameters. Within the present work these properties are
precisely determined and they are used in order to simulate the distribution of the
thermal field within the sample and the furnace.

4 As specified in Chap. 1 requirements for an increased energy efficiency and CO, reduction also drive
the development of new technologies for casting processes.
5 “Energieeffiziente Formgedichtnislegierungen fiir Automobilanwendungen - EFAM (2009-2012)”

printed on 2/14/2023 2:19 PMvia . Al use subject to https://ww.ebsco. confterms-of-use



EBSCChost -

7.3 Shape memory alloys =— 173

Table 7.2. Parameters determined within the EFAM project: EML=electromagnetic levitation,
DTA/DSC=differential thermo-analysis/differential scanning calorimetry, LFA=laser flash analysis,
SSCCM=steady state concentric cylinder method, TGA=thermal gravimetry, 0QB=oscillating quartz
balance, HOC=high temperature oscillating cup viscometry.

Parameter Method Phase(s)
Density EML Liquid
Transition temperature(s) DTA/DSC Solid/Liquid
Transition heats DSC Solid/Liquid
Specific heat DSC Solid
Thermal diffusion LFA Solid
Thermal conductivity DSC/LFA/SSCCM Solid
SSCCM Liquid
Rate of evaporation TGA/0QB Liquid/Solid
Viscosity HOC Liquid

fraction solid

Properties which are relevant in this context are listed in Tab. 7.2. These are: density,
transition temperatures and corresponding heats, fraction solid, specific heat, ther-
mal diffusion, thermal conductivity, viscosity and rate of evaporation.

The applicability of such process simulation tools on the example of a specific
Ga-Mn-Ni alloy is demonstrated in Ref. [308]. In that work, thermophysical properties
are determined for a Ga,sMn,5Nisg magnetic shape memory alloy with the concen-
trations known within +2 at.-%. In a second step, global thermal simulations without
melt flow effects are carried out in a Bridgman-Stockbarger type lab furnace. These
simulations, carried out by Behnken [308], allow to vary relevant process parameters
like sample geometry, heater temperatures and withdrawal rates in the Bridgman-type
crystal growth. Finally, the simulations are compared in Ref. [308] with benchmark ex-
periments, carried out by Drevermann, in order to verify the predictive power of the
method.

7.3.1 Methods

Details of the sample preparation are described in Ref. [308]. Density data p of the
liquid phase is measured in electromagnetic levitation. Data for solidus and liquidus
temperatures Ts, Ty, latent heat Hg, fraction solid f5(T) and specific heat cp(T) is ob-
tained from differential scanning calorimetry (DSC) measurements. The principle of
this technique is described in a number of standard textbooks, e.g. Refs. [309; 310].
The device used in Ref. [308] is a Netzsch Pegasus 404 C heat flow calorimeter which
can achieve a maximum temperature of 2023 K. The furnace was heated or cooled lin-
early with arate, . When a phase transition occurs, the heat exchange manifests itself
as a peak in the temperature difference AT and the heat flow @. Upon melting, the fur-
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nace temperature at the onset of this peak is identical with the solidus temperature Ts.
The liquidus temperature T; is determined from linearly extrapolating the tempera-
ture of the peak maximum Tmax to zero heating rate. For this purpose measurements
with different heating rates are performed in Ref. [308].

The latent heat H; is obtained from integrating the area under the peak taking into
account a sigmoidal baseline correction @gg; (Tr) with furnace temperature Tg.

The fraction solid, fs, is determined from the ratio of the partial peak area to H; as
described in more detail in Refs. [308; 311]. Finally, the specific heat cp(T) is deter-
mined from an additional measurement on a sapphire reference sample.

Thermal diffusivity at is measured using the laser flash technique [312; 313]. Short
IR laser pulses of 20 ] with wavelengths of 1064 nm and durations of each pulse be-
tween 0.3 and 1.2 ms hit a flat thin sample at one side. The increase of the temperature
response is monitored by a detector on the adjacent side. From the half time of the
signal increase and the thickness of the sample the thermal diffusivity is calculated,
see Ref. [308]. The sample is solid during the entire experiment.

Knowing ar, cp and the density p, the thermal conductivity A can be obtained
from the well-known relation:

A= pcpar (7.5)

For liquid materials, the steady state concentric cylinder method (SSCC) [314] is used
in Ref. [308] as a complementary approach in order to determine A directly. These mea-
surements are carried out by Sklyarchuk and Plevachuk [308]. The apparatus consists
of two coaxial BN-cylinders separated by a small gap. A radial temperature gradient
is produced between the two cylinders and in the solid or liquid sample material. The
power AP needed to maintain this gradient is measured so that the thermal conduc-
tivity can be calculated from the known formula for a cylindrical layer [308].

A detailed description of the experimental setup, the corrections which need to
be included, as well as a detailed analysis of the experimental error is given in Ref.
[314]. The total error for thermal conductivity measurements is about 7 %.

For the solidification benchmark experiment a cylindrical rod diameter of 10 mm
and length 153 mm is prepared from the polycrystalline master alloy material [308].
Six contained thermocouples are placed along the center axis inside the sample at
different fixed positions z=25.2 mm, 51 mm, 75.2 mm, 96 mm, 114 mm and 135 mm,
relative to the bottom. The sample rod with the thermocouples is then surrounded by
a protection tube made from alumina. This tube has an inner diameter of 10 mm and
a length of 200 mm so that the sample fits inside. Both, sample and tube, are fixed in
the furnace. The setup of the latter is shown schematically in Fig. 7.6.

For an experiment, the temperature is set to 1790 K. This is well above the liquidus
temperature of the sample. For the LMC-cooling a Ga-In bath at 300 K is used [308].
The sample is molten directionally by translation from the cold into the hot zone [308].
When the upper 85 % of the sample are molten, a dwelling time of 10 min is inserted
in order to allow for thermal equilibration [308]. After this step, solidification is ini-
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Fig. 7.6. Schematic drawing of the LMC lab-furnace. The marked positions of the thermocouples are
atz = 25.2 mm, 51 mm, 75.2 mm, 96 mm, 114 mm and 135 mm, relative to the bottom of the rod
(from Ref. [308]).

tiated by cooling the heaters with a constant rate of 50 K/min. During this process a
solidification front starts moving upwards from within the baffle into the heater zone
[308]. The uppermost part of the sample crystallizes simultaneously within a few sec-
onds. At all phases of the experiment, temperatures are measured at the positions of
the thermocouples and recorded [308].

For the purpose of thermal simulations a detailed finite-elements (FE-) model of
the lab furnace is developed in Ref. [308]. The simulations are performed with the
program package StarCAST™ [g].

In the FE- model, the assembly is reduced to the main and relevant components of
the furnace [308]. The actual heat transfer from the inner tube to the thermocouples in
its center is a mixture of heat conduction and radiation effects, depending on the local
contacts of the thermocouples and the wall of the protection tube [308]. The model
does not consider the thermocouples explicitly but their inner volume is defined as
isolation material [308].

While the sample and its protecting tube are fixed in space, furnace and metal
bath are connected and can be moved up and down for directional solidification and
melting, respectively [308].

The simulation takes into account the heat conduction within the components,
the heat transfer between components directly in contact with each other, the heat
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Fig. 7.7. Density of the liquid sample versus temperature. The different symbols correspond to indi-
vidual experimental runs with different samples. The solid line is the common linear fit. The abso-
lute error of 1.0 % is shown for the example of one data point by the error bar (from Ref. [308]).

radiation between all free surfaces, the latent heat of the solidifying material, and
the liquid metal cooling below the baffle [308]. Free element surfaces take part in the
heat exchange by radiation. This is simulated in Ref. [308] by using the net-radiation
method [315].

7.3.2 Results and conclusion

Density is measured in electromagnetic levitation. Although the samples levitate sta-
bly, pronounced mass loss due to evaporation of Mn and Ga is critical. In order to
keep the uncertainty caused by the mass loss sufficiently low, measurements at dif-
ferent temperatures are carried out in separate levitation experiments [308]. Figure 7.7
shows the density data obtained this way. It is plotted versus temperature T. Different
symbols, hereby, correspond to different experimental runs, each with an individually
prepared sample. The scatter of the data is approximately +0.7 %. This is less than the
error of +1.0 % estimated in Chap. 2.
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Fig. 7.8. DSC curves for heating and cooling. The used temperature rates, 8 are +10 K/min,

+20 K/min, and +30 K/min. The onsets of the melting peaks collapse onto the solidus tempera-

ture Ts. The peak maxima, Tmax, are marked by dotted vertical lines. The small feature visible around
1028 K in the heating curves and around 970 K in the cooling curves corresponds to the A-transition
(from Ref. [308]).

Between 1410 K and 1570 K, the density decreases linearly from 6.9 g-cm™ to
6.7 g-cm . Fitting Eq. (3.9) yields p.=6.90 g - cm~2, as the density at T; = 1405 K,
and the temperature coefficient equals pr= 7.3x107%g - cm K.

For three different samples, DSC curves are recorded by heating and cooling with
rates of 8 = +10 K/min, +20 K/min, and +30 K/min [308]. The results of such runs are
shown in Fig. 7.8. This figure displays the heat flow, @, as function of temperature for
one specific sample. The maximum temperature is 1573 K.

Two remarkable features are visible in Fig. 7.8: a small peak at ~ 1028 K in the
heating curves and around = 970 K in the cooling curves, as well as a dominant peak
between 1370 K and 1570 K in the heating; and between 1270 K and 1370 K in the cooling
curves. The feature around 1028 K is caused by a second order phase transition [308].
Due to the shape of the peak, this is usually called a “A-transition” [310]. At this tem-
perature, such a transition is also found in Mn-Ni binary alloys, where it corresponds
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Fig. 7.9. Fraction solid versus temperature calculated from the DSC signal (from Ref. [308]).

to a reordering of atoms [310]. The large peak in the heating curves corresponds to
the melting of the alloy. The solidus temperature, Ts, is identified with the onset of
the peak. It does not vary with the . Ts is determined as Ts = 1377(¢1) K. Extrap-
olating the -dependent temperatures of the peak maxima, Tmax, to f=0 yields the
liquidus temperature as T;, = 1405(z1) K. Finally, the heat of fusion is obtained as
H= 223 (+15) Jg 1.

The fraction of solid material during melting, f5(T), is determined from the heat-
ing curve for B = 10 K/min. It is plotted in Fig. 7.9 versus the sample temperature,
T. Below Ty, the displayed curve has qualitatively the expected shape: fs is equal to
100 % for T < Tg and decreases monotonically for Ts < T < Ty [308]. Close to the
liquidus temperature, however, the curve gets a concave shape and approximates the
horizontal axis when T > Tp. Moreover, fs # 0 at T = T;. This behavior is a known
artifact as under the dynamic conditions in DSC experiments, thermodynamic equi-
librium is only approximated [308].

Figure 7.10 shows a curve of cp, recorded with a heating rate of 8 = 10 K/min. It is
plotted versus the furnace temperature Ty [308]. The temperature ranges from 500 K
and 1370 K which corresponds to the regime where the sample is solid. The curve ex-
hibits a maximum at 1033 K. On the left side of this maximum, between roughly 650 K
and 800 K, cp increases linearly with increasing temperature from ~ 0.45 Jg 'K ™! at
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Fig. 7.10. Effective specific heat of the solid sample cp versus temperature for a heating rate of
10 K/min (solid line). In order to eliminate the distorting effect of the A-transition, cp is linearly
extrapolated in the region under the peak (dashed lines). From Ref. [308].

650 K to approximately 0.47 Jg™'K™' at 800 K. On the right side of the maximum
and above 1253 K, cp also increases linearly with temperature from 0.37 Jg" 'K ™! to
0.4 Jg 1K' at 1400 K. The maximum corresponds to the A-transition. It is visible in Fig.
7.10 as a peak with an asymmetric shape between approximately 770 K and 1253 K. The
system is not a single phase system and the measured curve of cp must be regarded
as an “effective” specific heat. In order to obtain information about cp in the region
under the peak it is extrapolated linearly from both sides in Fig. 7.10 to the phase tran-
sition temperature of 1028 K. The following curves are obtained with a precision of
approximately + 10 % [308]:

cp/[Jg 'K 1] =0.38+7.5x 10T v 500K < T < 1028K (76)

cp/lJg 'K = 0.4 +4.0x10° T v 1028K < T < 1400K (7.7)

Thermal diffusivities, at(T), obtained by laser flash analysis, are plotted versus tem-
perature in Fig. 7.11. Data is measured for 300K < T < 1300 K. In this range T < T,
and, therefore, the Ga,sMn;5Nisq sample is solid. For T < 700 K, there is nearly a
linear increase of ar with temperature from ~ 4.5 mm?s~! at 300 K to 6.0 mm?s~! at
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Fig. 7.11. Thermal diffusivity versus temperature. Data of the solid sample (symbols) is obtained
using the laser flash method. The line is a fit of Eq. (7.8). The hollow symbols correspond to the data
at 970 K. They are not included into the fit (from Ref. [308]).

T =~ 700 K. For temperatures above 700 K, the thermal diffusivities become constant
at this value (6.0 mm?s!) with the exception of a minimum indicated in Fig. 7.11 by
the data points at 973 K, where a; ~ 5.0 mm?s™. This minimum is due to an arti-
fact which is related to the phase transition observed in the DSC curves at 1028 K. The
laser-flash method can be misleading in temperature ranges where phase transitions
occur. The laser energy rises the temperature inside the sample and drives the phase
transformation already at lower temperatures [308]. This process consumes a part of
the laser energy so that the values of the thermal diffusivity appear to be reduced.
The minimum is, therefore, not included when the experimental data is fitted by the
following empirical equation (solid line in Fig. 7.11) [308]:

AT min ~ &T,max
+ . : 7.8
1+exp ((T - To)/AT) (78)

QAT = AT max

In this equation, @t pmin, &T maxs To, and AT are fit parameters. ar i, and ar oy r€-
spectively denote the minimum and maximum value of the thermal diffusivity. Ty and
AT specify the shape of the slope. Fitting Eq. (7.8) yields the following values for the ad-
justable parameters: at o, = 6.11 mm?s™, ag i = 4.26 mm’s™, To = 432.64K,
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and AT = 84.06 K. Obviously, a very good agreement with the experimental data is
obtained within an uncertainty of + 10 % [308].

The thermal conductivity A is obtained from the product of thermal diffusivity,
density and specific heat, using Eq. (7.5). Values of cp are taken from Egs. (7.6) and 7.7
for the respective temperature ranges. ar, finally, is obtained from Eq. (7.8). Data for the
density is not available for the solid phase and A can, hence, only be estimated for the
solid sample. For this purpose, the temperature dependent density of the solid sample
is calculated from the densities of the solid elements [17; 316; 317] assuming that the
excess volume is zero and neglecting possibly existing density differences between
coexisting solid phases [308]. This procedure is justified as, in the vast majority of
alloys, the excess volume is typically more than one order of magnitude smaller in the
solid compared to the liquid state.

Figure 7.12 shows the thermal conductivity A obtained in this way as a function
of temperature. Between 470 K and 1028 K, A increases moderately with temperature
from roughly 17 W(mK)~! to slightly more than 22 W(mK)~!. At 1028 K A suddenly
drops to ~ 15 W(mK) ! due to the phase transition taking place at this temperature.
Above 1028 K A increases linearly with temperature and finally reaches a value of
16 W(mK)™! at T = Ty, see Fig. 7.12.

Using the steady state concentric cylinder method (SSCC), A is measured directly
for temperatures above 1270 K. The results are shown by the symbols in Fig. 712 [308].
Between approx. 1270 K and the liquidus temperature T;, the thermal conductivity of
the solid phase Ag can be described by a linear function of temperature with a positive
temperature coefficient [308]:

Ag =11.2 + 4 x 107> T[ W(mK) '] (79)

As visible from Fig. 7.12, the thermal conductivities directly measured by the steady
state concentric cylinder method are in excellent agreement with the results obtained
from Eq. (7.5) using the the laser flash and DSC measurements.

At the liquidus temperature T;, the thermal conductivity of the melt, Ay, is de-
creased by approx. 5.0 W(mK) ! compared to Ag. Again, a linear temperature depen-
dence is found for thermal conductivity of the liquid alloy [308]:

AL =0.3 +8.8x10 > T[W(mK) ] (7.10)

The comparison between the benchmark experiment and the corresponding simula-
tions are discussed in detail in Ref. [308]. Here, it shall be mentioned that there is a
good agreement between both, demonstrating the functioning of the concept of pro-
cess simulation.

The benchmark experiment starts with the main part of the mould being below the
baffle and cooled by the liquid metal. When the heaters have reached their final tem-
peratures, the specimen starts driving into the hot zone and the melting front moves
along the specimen [308]. The maximum heater temperature is determined as 1833 K
and 1803 K for the lower and upper heater, respectively.
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Fig. 7.12. Thermal conductivity as function of temperature calculated by Eq. (7.5) from thermal dif-
fusivity and specific heat obtained by LFA and DSC, respectively. The solid lines are obtained us-
ing the linear extrapolations of cp. The symbols correspond to data of A measured directly by the
steady state concentric cylinder method (SSCC) for both, the solid and liquid sample (from Ref.
[308]).

The simulation starts with all components being at room temperature. It uses the mea-
sured temperature profile of the heaters as boundary condition at the heater surfaces.

For example, Fig. 713 shows the temperature-time profiles of the solidification
benchmark experiment and the corresponding calculated profiles for three of the ther-
mocouples at the positions z = 25 mm, 51 mm and 114 mm. For the sake of clarity, the
profiles for z = 75 mm, z = 96 mm and z = 135 mm are not plotted, although they
show the same good agreement between experiment and simulation [308].

In summary, a comprehensive set of thermophysical property data is raised for
a Ga-Mn-Ni alloy with selected composition. It serves for description and characteri-
zation of the thermodynamic behavior of the system in both the solid and the liquid
state. Using this data of Ga;5Mn;5Nisg, the experimentally performed benchmark ex-
periment is reproduced by the simulation with excellent agreement. The applicability
of the entire chain of “process design” from the experimental determination of the
relevant thermophysical property data to the correct prediction of the melting and
growth process in simulation is demonstrated [308].
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Fig. 7.13. Measured and calculated temperature-time profiles of three of the thermocouples at the
marked positions in Fig. 7.6 (from Ref. [308]).
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8.1 Discussion

In the previous sections, measurements of density, surface tension, and viscosity of bi-
nary and ternary systems as functions of temperature and composition are described,
discussed, and compared. Furthermore, two inter-property relations are discussed: a
relation between surface tension and viscosity as well as the Stokes-Einstein relation
between viscosity and self diffusion. In the present chapter, these results are summa-
rized so that general conclusions can be drawn.

In Chapters 3-5, all systems investigated are assigned to three disctinct classes,
denoted as class I, class II and class III. Class I contains systems of which the excess
free energy is positive, EG > 0, and one element is Cu and the others are transition
metals. Alloys of class II consist of elements that are similar with respect to their elec-
tronic configuration, i.e. which either belong to the same group of the periodic table or
which are all transition metals. Despite this definition, Al-Si is also assigned to class
I1, although Al and Si do not belong to the same group of the period table. On the other
hand, the electronic configurations of both elements are similar, (Si: [Ne]2s?3p?, Al:
[Ne]2s?3p!), and they weakly interact in the liquid state. For the latter reasons, Al-Si
is also assigned to class II. Class III, finally, contains systems with strong attractive
interactions, i.e. where EG << 0. Such systems are the Al-based alloys, except Al-Si.
In addition, Cu-Si and Cu-Ti are also assigned to the third class as G << 0 for these
systems. As Ti is a transition metal, the Cu-Ti system could also have been assigned to
class I, but its strongly negative excess free energy is rather typical for alloys in class
1.

The results obtained in Chaps. 3-5 are compared for each system in Tab. 8.1 with
respect to each property. Table 8.1 is a compilation of Tabs. 3.14, 4.15, and 5.11. It is
obvious from this table that attributes like ideal or non-ideal are not solely system
dependent. For instance, in the ternary composition range of Ag-Al-Cu density and
surface tension obey ideal laws, see Chaps. 3 and 4. The system, however, exhibits a
highly non-ideal behavior with respect to viscosity, see Chap. 5. Moreover, the excess
free energy is strongly negative. Hence, attributes like ideal or non-ideal depend on the
corresponding property. A system like Ag-Al-Cu, is therefore neither completely ideal
nor non-ideal, with respect to all properties. Another example is Cu-Fe-Ni. It exhibits
a non-ideal excess volume with a dominant positive ternary term, a surface tension
which strongly deviates from the ideal one and pronounced segregation of copper.
Moreover, positive excess free energies cause the system to demix in the undercooled
temperature range. At the same time, its viscosity only weakly deviates from an ideal
behavior, see Chap. 5.

The comparison of binary and ternary systems teaches the following: The surface
tensions of all investigated systems can be described sufficiently by existing thermody-
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namic models. These are mainly the Butler equation or, in case of so called compound
forming alloys, the Egry model. Basically, there are two classes of systems: those for
which EG < 0 and those for which EG = 0. The first exhibit a weak- and the latter
a strong segregation behavior. Moreover, the ternary term G is usually small in Eq.
(3.17) as compared to the binary ones. It can, therefore, be neglected without any ma-
jor influence on the predicted surface tensions, see Chap. 4.

The situation is more complicated with respect to density. It is found in Chap. 3
that the molar volumes of the ternary systems Co-Cu-Fe, Ag-Al-Cu, and Cr-Fe-Ni can be
predicted from those of the binary subsystems. For these specific systems, the ternary
term is zero in Eq. (3.20), i.e. Ty = 0. However, for just as many systems, Al-Cu-Si,
Co-Cu-Ni, and Cu-Fe-Ni, a dominant ternary term, |TV| >> 0, needs be considered in
Eq. (3.20) in order to calculate the excess volume. Hence, TV is generally non-zero and
the density of a ternary alloy is not implied by only the binary subsystems.

Moreover, no general rule is identified in order to predict the excess volume or,
at least, the sign. For instance, the systems Cu-Ni, Co-Cu-Ni, Co-Cu and Cu-Fe all have
positive excess free energies. At the same time, the systems Cu-Ni and Co-Cu-Ni exhibit
negative excess volumes and the systems Co-Cu and Cu-Fe positive ones.

Nevertheless, the following rough trend becomes obvious among the systems in-
vestigated: Alloys assigned to class II, i.e. those that consist of elements with similar
electronic structure, exhibit excess volumes that are ~ 0. Copper based alloys with a
positive excess free energy containing one or more transition metals, i.e. alloys that
are assigned to class I, tend to have positive excess volumes. Finally, alloys of class
111, i.e. those of which EG << 0, tend to exhibit excess volumes which are strongly
negative. This is true, in particular for Al-based alloys.

Exceptions from this scheme exist in all these cases. Examples are Cu-Ti, which is
assigned to class III, and for which G << 0 and EV > 0, or Cu-Ni, class I, with G > 0
and BV < 0. These exceptions confirm once again that a strict relation between £G and
EV is not obvious. This result is also obtained in a simulation study by Amore [162].

Moreover, it is justified to question the assignment of Cu-Ti to class III. As Ti is a
transition metal, Cu-Ti might also be accommodated in class I. Cu-Ti exhibits a positive
excess volume and fits, therefore, to the trend of the other alloys in this class. However,
there is no benefit from this step. On the one hand, it seems that this would decrease
the number of exceptions in Tab. 8.1. On the other hand, another exception is created
simultaneously, as Cu-Ti exhibits weak segregation while all other members of class
I exhibit strong segregation.

Studying the systems with respect to their viscosities reveals that the Kozlov model
is most suited for their prediction, if it is not considered to which class the systems
belong. The Kozlov model is, hence, choosen in Chap. 5 in order to define whether,
with respect to viscosity, a system is ideal or non-ideal. For the viscosity, this definition
is model dependant. In fact it is found that, in the majority of investigated systems,
n can be approximated as ideal. The only systems that exhibit non-ideal behavior are
Al-Cu and Ag-Al-Cu. Both systems are assigned to class III.
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Table 8.1. Trends observed in all systems with respect to excess volume, surface segregation, and
viscosity.

v Segregation Viscosity

Co-Cu-Ni - =
Cu-Fe-Ni - =0

Co-Cu-Fe + strong
Cu-Fe
Cu-Ni
Co-Cu

class I

Cr-Fe-Ni + 0

. ideal
Fe-Ni 0

. weak
Al-Si

Ag-Cu strong
Ag-Au 0
Au-Cu
class II Co-Fe
Cr-Ni +
Cr-Fe
Co-Sn 0 0
Al-Cu-Si - <0
Ag-Al-Cu
Al-Cu

ideal

non-ideal

Al-Au i
Al-Fe weak
AL-Ni
Cu-Ti +

Cu-Si +/-
Ag-Al

class III

If the performance of the models is evaluated with respect to each materials class,
the following preliminary tendency becomes obvious: Viscosities of alloys assigned to
class I can best be described by the Kaptay model. Viscosities of systems belonging to
class I are predicted best by the Kozlov model and the viscosities of systems belonging
to class Il are best described by the Brillo/Schick model. In view of the limited number
of systems investigated in Chap. 5, it is clear that further clarification is needed.

Similar to the case of surface tension, the viscosity of a ternary alloy can also be
predicted from the properties of its binary subsystems by neglecting T G.

In addition to the mixing rules, inter-property relations are investigated in Chap. 6.
The available base of data allows the testing of a relation between surface tension and
viscosity. Such a relation can be derived from a formal similarity in the definitions of
the two properties. Its validity is shown in the case of pure metals, except Al. In addi-
tion, the validity of the relation between surface tension and viscosity is also demon-
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strated for alloys. Deducing a new recipe for the prediction of viscosities from £G via
the Butler equation fails, however, due to a lack of numerical accuracy.

Moreover, the Stokes-Einstein relation is tested in two cases. For the less densely
packed system AlggCu,g, it is shown to be valid for temperatures above 1400 K. Be-
low 1400 K, deviations from the Stokes-Einstein behavior occur which increase with
decreasing temperature. In the case of AlgoCu,, diffusion becomes apparently faster
with decreasing temperature than expected from the Stokes-Einstein law. This behav-
ior is opposite from what is usually observed.

Investigations performed on the rather densely packed system Nis¢Zrg, using
electrostatic levitation reveal that the Stokes-Einstein relation is not valid for this sys-
tem. Already at more than 1000 K above the mode coupling temperature of dynami-
cal freezing the dynamics in Ni3¢Zrg, is obviously collective. As Ni3¢Zrq, is a densely
packed system, viscous flow and diffusion take place on the same time scale. Hence,
D - n = const as convincingly shown in Chap. 6 [32].

8.2 Answers

Based on the findings summarized in Sec. 8.1t is possible to answer the key questions

formulated in Sec. 1.5. Each single issue is addressed:

Q:1. Is there any general rule for predicting the mixing behavior? Moreover, are there
commonalities with respect to the mixing behavior among similar materials?

There is no general rule for the prediction of excess volumes. Not even their signs can
be predicted in a strict sense. The investigated systems can be assigned to three dis-
tinct classes, depending on composition: class I, consisting of Cu-based alloys con-
taining transition metals and with EG >0, classI, consisting of alloys with elements
of similar electronic structure or of elements from the same periodic group, and, fi-
nally, class III consisting of alloys with strongly negative excess free energies. The
majority of members of this class are Al- based systems. The following trend is ob-
vious: Alloys of class I exhibit positive excess volumes, alloys of class II exhibit excess
volumes that are approximately zero and alloys of class III exhibit strongly negative
excess volumes. There are exceptions from this trend in each of the classes.

In the case of surface tension, the Butler equation is found to work reliably. In
the case of compound forming systems, the Egry model has to be used instead. With
respect to surface tension, the systems dissociate in two classes, depending on the
signs of £G. Pronounced segregation occurs in systems with EG > 0 and only weak
segregation is found in systems for which G < 0.

Regarding viscosity, most of the investigated alloys exhibit ideal mixing behavior.
The investigations indicate that the viscosities of materials of class I are best predicted
by the Kaptay model, viscosities of materials from class II are best described by the
Kozlov model and, in the case of a class III system, the Brillo/Schick model yields the
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best agreement with the experimental data. Commonalities among similar systems are

compared to each other in Tab. 8.1.

Q:2. Is it possible to establish relations between excess thermophysical properties
and thermodynamic potentials? If such relations exist, how well will they per-
form?

In the case of density, such a relation does not exist. The excess volume could prin-
cipally be derived by EV = 0EG/0P with P being the pressure. However, EG(P) is not
normally known. Writing BV « £G could be a reasonable approach for such a model.
However, it is clearly contradicted by the exceptions evident from Tab. 3.14. Basically,
the same answer is obtained from the simulation study performed by Amore and Hor-
bach [162]. The excess volume is still not understood. Few attempts have yet been un-
dertaken in order to change this situation.

The prediction of the surface tension using the Butler equation, or the Egry model
in case of a compound forming system, is rather non-problematic.

Most systems investigated with respect to viscosity can be seen as approximately
ideal. As pointed out above, viscosities of materials of class I are best predicted by the
Kaptay model, viscosities of materials from class II are best described by the Kozlov
model and, viscosities of systems of class III are best predicted by the Brillo/Schick
model (see answer to question Q:1).

Q:3. Is it possible to relate thermophysical properties of a multicomponent alloy to
those of its constituent subsystems?

As long as the ternary interaction term can be neglected in Eq. (3.17), i.e. TG ~ o,
surface tension and, in principle, also viscosity can be predicted for ternary alloys
taking only thermodynamic assessments of the binary subsystems into account. In the
case of density, it is generally not possible to predict the excess volume of a ternary
liquid alloy from its binary subsystems. The ternary volume interaction term 'V is
approximately zero purely for certain systems.

Q:4. Is it possible to identify inter-property relations in selected cases? If yes, what

are their forms and how well do they perform?

A relation between surface tension and viscosity is tested in Chap. 6 and verified in
the case of pure metals (Al formed the only exception) and for alloys.

In the case of AlggCu,g, the Stokes-Einstein relation between viscosity and dif-
fusivity holds for T > 1400 K. Below 1400 K, diffusion becomes apparently faster
with decreasing temperature than expected from the Stokes-Einstein law. In the case
of Ni3¢Zrgy, the Stokes-Einstein law is rejected. Instead of D - n < kg T, as predicted by
the Stokes-Einstein relation, D - n = const, is found from experiment [32].
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8.3 Implications on computer aided materials design from the
melt

It is one of the key motivations of the present work to contribute to an improvement of

materials design from the melt. This goal has been is achieved as the results obtained

in the present work will have the following implications on computer aided materials
design from the melt:

1. The obtained parameterizations of the measured excess volumes, Tabs. 3.12 and
3.13, as well as the measured density data of pure elements, Tab. 3.10, can be used
directly by simulation programmes in order to predict density data of liquid alloys.

2. The same is true for surface tension and viscosity. In addition, models for the pre-
diction of this data are evaluated in the present work.

3. The comprehensive set of thermophysical property data established in this work
also serves as benchmark data for further theoretical studies aiming to obtain a
fundamental understanding of the mixing behavior of liquid alloys.

4. Inthe case that, in a simulation application melt properties are needed of a mate-
rial system that is not investigated within the present work, it is even possible, to
try an assignment of that material to one of the classes identified in Chaps. 3-5, i.e.
class I- class III. In this way, qualitative statements about the mixing behavior can
be obtained, allowing the estimation of the desired properties of less investigated
materials.

5. Computer Aided Materials Design from the Melt is extended by the results of the
present work by an unprecedented predictive power: Instead of just reading the
desired data from a database, it is now also possible to make statements about
materials and their thermophysical properties that are not explicitly stored in such
a database. This will ease the development of new materials and their processing
substantially.

8.4 Outlook

Up to now, the studies carried out in the present work have only scratched the tip of
the iceberg. In the future, these works will need to be continued to help to complete
the picture obtained so far. Hence, further measurements are required, in particular
on systems that have not yet been taken into focus. This refers mainly to the study of
Ti-based alloys which will be intensified soon.

Ti-based alloys are of enormous technological relevance, for instance, in
aerospace applications, as bio-compatible materials or as alloys for turbine blades.
The thorough investigation of these materials in their liquid states is possible only
through using containerless, i.e. levitation, techniques.
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Investigating Ti-based alloys also promises interesting scientific results when study-
ing, for instance, the interactions of these melts with oxygen.

In the next years, a major part of the investigations will also deal with the inves-
tigation of the effect of oxygen on thermophysical properties of liquid metals. For this
purpose, it is aimed to implement an Oxygen Sensing and Control (OSC) system on
board the ISS.

Last, but not least, the combination of the experiments with simulation studies is
promising in order to explain and to understand some of the observed phenomena on
an atomic scale. Such phenomena are, for instance, the origin of the excess volume.
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In this section, the parameters of the representations of the thermophysical proper-
ties, density, surface tension and viscosity, are given for all liquid pure metal and alloy
systems discussed in the previous chapters.
In the case of density, p is described as function of temperature by a linear law,
Eq. (3.9), which reads:
p(T) = py + pr(T - Tp) (A1)

Here, py is the density at liquidus temperature T}, and py is the temperature coeffi-
cient.

In the case of surface tension, y is also described as function of temperature by a
linear law, see Eq. (4.11), which reads:

y(T) =y, +yr(T - Ty) (A.2)

Analogously, y is the surface tension at T and yr is the corresponding temperature
coefficient.

The viscosities, 1, discussed in Chap. 5 are represented by the Arrhenius law, Eq.
(5.9), as written below:

N(T) = nes €Xp (%) (A3)

In this equation, 7. is the pre-exponential factor and E, is the energy barrier of the
thermally activated process of viscious flow.

The following table A.1 assigns the investigated binary and ternary alloy systems
to tables below listing these parameters for density, surface tension and viscosity, re-
spectively:
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Table A.1. Reference to tables showing parameters in order to represent density, surface tension,
and viscosity of liquid binary and ternary alloys as functions of temperature.

System Density Surface tension Viscosity
Pure elements A.2 A3 A.4
Ag-Al A.5
Ag-Au A.14
Ag-Cu A.6 A7
Ag-Al-Cu A.8 A.9 A.10
Al-Au A.15 A.16
Ag-Au A.14
Al-Cu A.11 A.12 A.13
Al-Cu-Si A.17 A.18
Al-Fe A.22 A.23
Al-Ni A.24 A.25
Al-Si A.19
Au-Cu A.26
Co-Cu A.31
Co-Cu-Fe A.32 A.33
Co-Cu-Ni A.34 A.35 A.36
Co-Fe A.28
Co-Sn A.27
Cr-Ni A.47
Cr-Fe A.46
Cr-Fe-Ni A.49 A.50
Cu-Fe A.29 A.30
Cu-Fe-Ni A.41 A.42 A.43
Cu-Ni A.37 A.38
Cu-Si A.20 A.21
Cu-Ti A.44 A.45
Fe-Ni A.39 A.40

A.48
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A.1 Pure elements

Table A.2. Parameters p, and pr of liquid pure elements obtained from linear fits to the experimen-
tal data from the references cited in the last column. For some elements, data is measured more
than once.

Element T (K) pL(g-cm3) pr (107*g - cm3K?) source
Al 933 2.36 -3.3 [96]
2.29 -2.5 [15]
2.36 -3.0 [97]
2.42 -3.0 [158]
Cu 1358 7.90 -7.65 [17]
Ag 1233 9.15 -7.4 [37]
Au 1333 17.4 -11.0 [104]
Ni 1727 7.93 -10.1 [17]
7.82 -8.56 [123]
Co 1768 7.81 -8.9 [134]
Fe 1818 7.04 -10.8 [61]
6.99 -5.6 [123]
Ti 1941 4.1 -3.3 [135]

Table A.3. Parameters y, and yr of liquid pure elements obtained from linear fits to the experimen-
tal data from the references cited in the last column. For some elements, data is measured more
than once.

Element T (K) y. (Nm™?) yr (10*Nm~K™?) source
Al 933 0.866 -1.46 [199]
Cu 1358 1.30 -2.64 [191]

1.33 -2.6 [67]

1.33 -2.3 [206]
Ag 1233 0.894 -1.9 [67]
Au 1333 1.140 -1.83 [199]
Ni 1727 1.77 -3.30 [68]
Fe 1818 1.92 -3.97 [68]
Ti 1941 1.49 -1.7 [206]
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Table A.4. Parameters .. and E, of liquid pure elements obtained from linear fits to the experimen-
tal data from the references cited in the last column. For some elements, data is measured more

than once.
Element N (MPa - 5) Ea (10%)/mol) Source

Al 0.281 1.23 [158]
Si 0.214 1.43 [158]
Cu 0.522 2.36 [248]

0.657 2.15 [158]
Ni 0.413 3.49 [160]
Co 0.048 6.81 [256]
Fe 0.114 5.93 [160]
Sn 0.407 0.72 [256]
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A.2 Ag-Al-Cu
A.2.1 Ag-Al (Density)
Table A.5. Parameters p, and pr for liquid Ag-Al binary alloys obtained from linear fits to the ex-

perimental data from Ref. [96]. The liquidus temperatures T, are extracted from the phase diagram
presented in Ref. [154].

System TL(K) pL(g-cm3) pr (1074g - cm=3K™?)
Al 933 2.36 -3.3
Agi0Alyo 893 2.83 2.1
Ag20Algo 864 3.83 -4.2
Agu0Algo 840 5.38 -4.8
AgsoAlso 979 6.81 -10.5
Ag79A121 1049 8.07 -6.8
Ag 1235 9.15 -7.4

A.2.2 Ag-Cu (Density)

Table A.6. Parameters p, and pr for liquid Ag-Cu binary alloys obtained from linear fits to the ex-
perimental data from Ref. [37]. The liquidus temperatures T, are extracted from the phase diagram
presented in Ref. [154].

System TL(K) pL(g- cm™3) pr (1074g - cm~3K™?)
AgsoCuzo 1135 9.0 -6
Ag(,oCum 1053 8.9 -7
Ag40Cugo 1132 8.6 -6
Agz()CUgo 1225 8.4 -12
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A.2.3 Ag-Cu (Surface tension)

Table A.7. Parameters y, and yr for liquid Ag-Cu binary alloys from Ref. [67]. Some of the composi-
tions are measured more than once. Liquidus temperatures T, are obtained from Ref. [154].

System T (K) yL(Nm™?) yr (107*Nm~K™?)
Cu 1358 1.334 -2.6
Ag10Cugo 1284 1.129 -0.70
Ag0Cusgo 1215 1.069 -1.42
Ag40Cusgo 1113 0.989 -0.51
Agu0Cuso 1113 0.951 -0.30
AgBQCUz.o 1053 0.926 -1.00
Ags0Cuso 1053 0.911 -0.59
Ag60CU40 1053 0.930 -0.23
Ag 1234 0.894 -1.91

A.2.4 Ag-Al-Cu (Density)

Table A.8. Parameters p; and pr for liquid Ag-Al-Cu ternary alloys obtained from linear fits to the
experimental data from Ref. [157]. Liquidus temperatures T, are obtained by a procedure described

in Ref. [157].

System TL(K) pL(g - cm™3) pr (1074g - cm~3K™?)
AgioAlgo 920 2.82 -2.1
AgloAlsoculo 890 3.48 -5.4
Ag10Al60CU30 810 4.49 -6.4
Ag10AlsoCuyo 840 5.48 -9.8
Ag10Al40Cusg 880 6.03 -10.1
Ag10AlLoCuzo 1190 6.90 -6.46
Ag10Cugo 1310 8.12 -10.5
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A.2.5 Ag-Al-Cu (Surface tension)

Table A.9. Parameters y, and yr for liquid Al-Ag-Cu ternary alloys from Ref. [176]. Liquidus tempera-
tures T, are obtained by a procedure described in Ref. [176].

System TL(K) yL(Nm™?) yr (10~*Nm~K™?)
AngUgo 1282 1.15 -2.2
Ag10AlyoCuzo 1245 1.06 -4.5
Ag10Al4Cuso 1134 1.01 2.1
Ag10AlsoCuyo 1009 1.01 -3.9
Ag10Al70Cuzo 818 1.05 -3.7
Ag10Algg 901 0.95 -2.7
Al17CU33 1044 1.32 -2.7
Ag30A155Cu15 864 0.90 -1.0
Ag50Al4oCU1o 961 0.97 -2.9
Ag30A135Cu35 1044 1.01 -2.5
AlyoCugo 1228 1.13 -1.54

A.2.6 Ag-Al-Cu (Viscosity)

Table A.10. Parameters n.. and Ea for liquid Al-Ag-Cu ternary alloys from Ref. [157].

System Ne(mPa - s) Ea (10%)/mol)
Ag10Cugo 0.519 2.21
Ag10AloCuzo 0.347 2.85
Ag10Al40Cusg 0.172 3.47
Ag10AlsoCuso 0.338 2.50
Ag10Algo Cuso 0.225 2.39
Ag10AlgoCuio 0.229 1.64
Ag10Algo 0.327 1.02
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A.2.7 Al-Cu (Density)

Table A.11. Parameters p, and pr for liquid Al-Cu binary alloys obtained from linear fits to the ex-
perimental data from Ref. [96]. The liquidus temperatures T, are extracted from the phase diagram
presented in Ref. [154].

System TL(K) pL(g - cm3) pr (107*g - cm3K?)
Al 933 2.36 -3.3
AlgoCUzo 835 3.32 -5.3
Al7oCU3o 865 3.76 -4.9
Al60CU40 900 4.44 -5.4
AlsoCUso 1087 5.05 -6.1
Al40CU50 1233 5.49 -6.9
A|30CU70 1314 6.17 -8.5
AlzoCUgo 1315 6.66 -7.7
Cu 1358 7.92 -7.6

A.2.8 Al-Cu (Surface tension)

Table A.12. Parameters y, and yr for liquid Al-Cu binary alloys from Ref. [191]. Liquidus tempera-
tures T, are obtained by a procedure described in Ref. [191].

System T (K) yL(Nm™?) yr (10*Nm~K™?)
AlyoCugo 1347 1.35 -2.1
A|17CU33 1317 1.32 -2.7
Al3oCU7o 1304 1.19 -1.3
AIAOCU60 1638 1.13 -1.5
AlsoCUso 1644 1.04 -0.7
AlgoCuyso 980 1.00 -0.6
A|70CU30 867 0.97 -1.1
AlggCUU 825 0.94 -1.6
Al90Culo 873 0.87 -1.2
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A.2.9 Al-Cu (Viscosity)

Table A.13. Parameters .. and Ex for liquid Al-Cu binary alloys from Ref. [87]. Liquidus tempera-
tures T, are obtained by a procedure described in Ref. [87].

System TL(K) N (MPa - s) Ea (10%)/mol)
Al 933 0.257 1.31
Algo Cuio 873 0.305 1.60
Algoculo 873 0.380 1.56
AlgoCUzo 834 0.358 1.32
Al7oCU3o 867 0.233 2.36
AlsoCusg 1105 0.228 3.31
AlsoCusg 1105 0.169 3.39
AlyoCugo 1228 0.195 4.07
Al30Cuzo 1303 0.229 3.71
AlzoCUgo 1313 0.316 3.4
AlmCUgo 1346 0.517 2.54
Cu 1358 0.520 2.35
A.3 Ag-Au

A.3.1 Ag-Au (Density)

Table A.14. Parameters p; and pr for liquid Ag-Au binary alloys obtained from linear fits to the ex-
perimental data from Ref. [37]. The liquidus temperatures T, are extracted from the phase diagram
presented in Ref. [154].

System TL(K) pL(g-cm™3) pr (1074g - cm=3K™?)
Ag75AU25 1276 11.2 -7
Ag50AU50 1306 13.3 -6
Ag25Au75 1326 15.6 -12
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A.4 Al-Au
A.4.1 Al-Au (Density)
Table A.15. Parameters p, and pr for liquid Al-Au binary alloys obtained from linear fits to the ex-

perimental data from Ref. [15]. The liquidus temperatures T, are extracted from the phase diagram
presented in Ref. [318].

System TL(K) pL(g- cm™3) pr (107*g - cm~3K™Y)
Al 934 2.291 -2.51
AlgsAuss 835 4.425 -3.27
AlgoAUzo 847 5.275 -5.90
Alg7Aus3 895 7.231 -6.85
A|55AU45 1144 9.163 -6.3
AlsoAuso 1252 10.05 -10.6
Als3Augy 1333 12.842 -10.0
Al27AU73 1280 13.84 -10.1
AlxoAugo 1237 15.02 -10.8
Au 1338 17.192 -11.1

A.4.2 Al-Au (Surface tension)

Table A.16. Parameters y; and yr for liquid Al-Au binary alloys obtained from linear fits to the ex-
perimental data from Ref. [199]. The liquidus temperatures T, are extracted from the phase diagram
presented in Ref. [318].

System TL(K) yL(Nm™?) yr (107*Nm~K™?)
Au 1338 1.140 -1.83
AlisAugs 1039 1.170 -1.73
AlzoAUgo 835 1.240 -2.39
A|27AU73 847 1.157 -1.91
1.21 -2.5
Al33Au67 895 1.160 -2.12
Al45AU55 951 1.118 -1.82
AlsoAusg 1144 1.005 -2.03
A|55AU45 1252 0.933 -1.33
Alg7Auss3 1333 0.897 -1.9
AlgoAuzo 1280 0.8570 -0.82
AlgsAuss 1237 0.8609 -1.33
Al 934 0.866 -1.46
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A.5 Al-Cu-Si
A.5.1 Al-Cu-Si (Density)
Table A.17. Parameters p, and pr for liquid Al-Cu-Si ternary alloys obtained from linear fits to the

experimental data from Ref. [158]. The liquidus temperatures T, are calculated by a procedure de-
scribed in Ref. [158].

System 1K) pu(g- cm™) pr (107%g - cm=3K™)
Al 933 2.42 -3.0
AlgoCUg,Sis 870 2.69 -4.8
AlgoCUmSiw 837 3.07 -5.5
Al60CU205i20 1035 3.23 -2.4
Al33CU33Si33 1270 3.89 -2.6
CU5oSi50 1363 5.26 -5.4
Al3ocU4osi3o 1245 4.36 -3.7
Al40CU20$i40 1302 3.33 -2.5

A.5.2 Al-Cu-Si (Viscosity)

Table A.18. Parameters .. and Ex for liquid Al-Cu-Si ternary alloys from Ref. [158].

System Ne(mPa - s) Ex (10%)/mol)
Al 0.281 1.23
Cu 0.657 2.15
Si 0.214 1.43
AlgoCusSis 0.259 1.16
AlgoCUmSim 0.212 1.38
AleoCUzoSizo 0.270 1.39
Al33CU33Si33 0.292 1.77
AlzoCU405i4o 0.244 2.12
CU5osi50 0.336 1.63
AlsCUgoSis 0.458 2.80
AlmCUgoSim 0.197 3.46
Alzocl.lgosizo 0.194 2.84
Al30CU4osi3o 0.172 2.53
Al40CU20$i40 0.138 2.15
AlsoSiso 0.169 1.63
AlsoCUzo 0.273 1.66
AlgoCUzo 0.239 1.70
Al40CU20$i40 0.156 2.03
CUzoSigo 0.176 2.03
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A.5.3 AL-Si (Density)

Table A.19. Parameters p, and pr for liquid Al-Si binary alloys obtained from linear fits to the exper-
imental data from Ref. [97]. The liquidus temperatures T, are calculated according to a procedure
described in Ref. [97].

System TL(K) pL(g - cm3) pr (107*g - cm3K?)
Al 933 2.36 -3.0
AlggSita 849 2.46 -2.1
AlgoSizo 970 2.44 -2.3
Al7oSiso 1104 2.37 -1.6
Al7oSiso 1104 2.40 -1.7
Al7oSiso 1104 2.39 -1.8
AlgoSiso 1225 2.42 -2.9
AlsoSiso 1334 2.46 -3.2

A.5.4 Cu-Si (Density)

Table A.20. Parameters p, and pr for liquid Cu-Si binary alloys obtained from linear fits to the ex-
perimental data from Ref. [151]. The liquidus temperatures T, are picked from Ref. [154]. The parame-
ters of CusoSiso are taken from Ref. [158], see also Tab. A.17.

System TL(K) pL(g- cm™3) pr (107*g - cm3K™Y)
CugsSis 1311 7.79 -7.01
CUQosim 1246 7.59 -6.31
CU35_1Si14.9 1159 7.47 -6.73
CU84Si16 1125 7.38 -6.73
CU35.4Si16,6 1118 7.40 -7.04
CUgoSizo 1094 7.21 -6.95
Cuz7.5Si225 1131 7.09 -6.81
Cuz6Sizg 1132 6.80 -5.73
CU75Si25 1131 6.83 -6.27
CU72,5Si27_5 1114 6.70 -5.14
CU7osi3o 1075 6.51 -5.92
CuesSiss 1164 6.07 -5.50
CueoSiso 1235 5.74 -5.67
CU5oSi5o 1363 5.26 -5.40
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A.5.5 Cu-Si (Surface tension)

Table A.21. Parameters y, and yr for liquid Cu-Si binary alloys obtained from linear fits to the exper-
imental data from Ref. [151]. The liquidus temperatures T, are picked from Ref. [154].

System T (K) yL(Nm™?) yr (10*Nm~K™?)
CugsSis 1311 1.36 -3.06
CU9oSi10 1246 1.33 -2.69
CU35,15i14‘9 1159 1.30 -2.47
CugySigg 1125 1.32 -1.96
CU85,4Si16_6 1118 1.33 -2.14
CUgoSizo 1094 1.27 -1.75
CU77_5Si22_5 1131 1.19 -1.70
CU76Si24 1132 1.15 -0.74
CU755i25 1131 1.12 -0.14
CU72‘55i27.5 1114 1.10 -0.94
CuzoSizo 1075 1.04 0.023
CU655i35 1164 0.97 0.69
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A.6 Al-Fe

A.6.1 Al-Fe (Density)

Table A.22. Parameters p, and pr for liquid Al-Fe binary alloys obtained from linear fits to the ex-
perimental data from Ref. [21]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pL(g - cm™3) pr (1074g - cm~3K™?)
AlgoFeaq 1430 3.15 -11.5
AlsFe 1433 3.32 -4.8
AlsFe, 1452 3.43 -5.7
AlyFe 1457 3.83 -7.2
A|50F940 1505 4.19 -5.4

A.6.2 Al-Fe (Surface tension)

Table A.23. Parameters y, and yy for liquid Al-Fe binary alloys obtained from linear fits to the exper-
imental data from Ref. [232]. The liquidus temperatures T, are picked from Ref. [154].

System T (K) yL(Nm™?) yr (107*Nm~K™?)
AlgoFeqo 1289 0.95 -4.8
AlgoFEzo 1430 1.08 -5.8
AlsFe 1433 1.08 -3.7
AlsFe, 1452 1.12 -7.1
Al,Fe 1457 1.16 -4.4
A|60F640 1505 1.22 -1.4
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Table A.24. Parameters p, and pr for liquid Al-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [21]. The liquidus temperatures T are picked from Ref. [154].

System TL(K) pi(g-cm™) pr (1074g - cm~3K™?)
Alg>Nigg 1221 3.31 -4.8
AlsNi 1377 3.55 -7.6
Al7oNi3g 1565 3.80 -9.4
Al3Ni, 1835 4.49 -12.9
AINi 1913 4.46 -19.2
AlNi3 1670 6.42 -8.0

A.7.2 Al-Ni (Surface tension)

Table A.25. Parameters y, and yr for liquid Al-Ni binary alloys obtained from linear fits to the exper-
imental data from Ref. [190]. The liquidus temperatures T, are picked from Ref. [154].

System T.(K) yL(Nm™?) yr (10*Nm~K?)
Alg2Nig 1221 1.01 -5.1
AlsNi 1377 1.21 -8.3
AlzoNisg 1565 1.15 -8.8
Al3Ni, 1835 1.30 -6.3
ALNi 1913 1.44 -6.7
Als7Nig3 1813 1.55 -2.9
AlNis 1670 1.44 -2.6
Ali3Nig7 1706 1.58 -5.1
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A.8 Au-Cu
A.8.1 Au-Cu (Density)
Table A.26. Parameters p, and pr for liquid Au-Cu binary alloys obtained from linear fits to the

experimental data from Ref. [104]. The liquidus temperatures T, are picked from Ref. [154]. For the
parameters of pure Au, also compare Tab. A.15.

System TL(K) pL(g- cm™3) pr (107*g - cm~3K™Y)
AuysCuyzs 1243 11.39 -19.5
AusoCusg 1193 13.5 -12.6
AuzsCups 1215 15.67 -17.6

Au 1337 17.39 -11.0

A.9 Co-Sn

A.9.1 Co-Sn (Viscosity)

Table A.27. Parameters n.. and E for liquid Co-Sn binary alloys from Ref. [256].

System Ne(mPa - s) Ea (10%)/mol)
Co3Sngy 0.273 1.17
CosSngs 0.256 1.39
Colosngo 0.246 1.53
C015Sn35 0.254 1.58
COzosnso 0.318 1.78
COsosl‘lso 0.245 2.95
C060$n40 0.186 3.63
C07OSn30 0.214 3.64
COgosnzo 0.072 5.44
Co 0.048 6.81
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A.10 Co-Cu-Fe

A.10.1 Co-Fe (Density)

Table A.28. Parameters p; and pr for liquid Co-Fe binary alloys obtained from linear fits to the
experimental data from Ref. [134]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pi(g-cm™) pr (1074g - cm~3K™?)
Co 1768 7.81 -8.85
CO75F€25 1752 -9.54 1.26
C050Fe50 1752 7.43 -7.48
C025Fe75 1767 7.21 -3.32
Fe 1811 7.04 -10.8

A.10.2 Cu-Fe (Density)

Table A.29. Parameters p, and pr for liquid Cu-Fe binary alloys obtained from linear fits to the ex-
perimental data from Ref. [134]. The liquidus temperatures T, are picked from Ref. [154]. In the case
of CuszoFeyo, only a single data point is measured at 1756 K due to problems with pronounced evapo-
ration of this material.

System TL(K) pL(g - cm3) pr (107*g - cm3K?)
Fe 1811 7.04 -10.8
CusoFezo 1728 at1756 K: 7.14 g-cm™

CU70F930 1693 7.37 -7.90
CUgoFezo 1673 7.48 -8.13
CUgoFem 1578 7.67 -8.57

Cu 1357 7.90 -7.65
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A.10.3 Cu-Fe (Surface tension)

Table A.30. Parameters y; and yr for liquid Cu-Fe binary alloys obtained from linear fits to the ex-
perimental data from Ref. [68]. The liquidus temperatures T, are picked from Ref. [154]. The pa-
rameters of CuyoFego in the bottom most line are taken from Ref. [239]. Obviously, the sign of y1 is
positive. This is discussed in detail in Chap. 4.

System T.(K) yi(Nm™) yr (10*Nm~K™?)
CUsoFEzo 1658 1.24 -3.8
CU50Feao 1697 1.22 -4.4
CugoFego 1708 1.24 -4.9
CUzoFEgo 1736 1.4 -6.4
CUzoFEgo 1736 1.30 +1.37

A.10.4 Co-Cu (Density)

Table A.31. Parameters p. and pr for liquid Co-Cu binary alloys obtained from linear fits to the ex-
perimental data from Ref. [134]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pL(g - cm3) pr (107*g - cm3K?)
Co 1768 7.81 -8.85
CogsCuss 1713 7.74 -11.6
CO75CU25 1687 7.75 -9.4
COsoCU50 1652 7.66 -7.2
COzsCU75 1628 7.69 -7.2
Cu 1357 7.90 -7.65
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A.10.5 Co-Cu-Fe (Density)

Table A.32. Parameters p, and pr for liquid Co-Cu-Fe ternary alloys obtained from linear fits to the
experimental data from Ref. [134]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pL(g-cm3) pr (107*g - cm3K?)
C050Fe50 1752 7.43 -7.48
COAOCUZOFGAO 1696 7.47 -13.7
C030CU40F630 1675 7.48 -10.3
COzoCU(,oFezo 1662 7.53 -11.7
CO70CU15F915 1656 7.57 -11.5
COwCUsoFelo 1639 7.63 -7.79
C05CU90F65 1558 7.71 -4.99
Cu 1357 7.90 -7.65
COzoCUzoFe60 1711 7.26 -8.39
CO40CU20F€40 1696 7.47 -13.7
COeocuZoFezo 1693 7.61 -10.5

A.10.6 Co-Cu-Fe (Surface tension)

Table A.33. Parameters y, and yr for liquid Co-Cu-Fe ternary alloys obtained from linear fits to the
experimental data from Ref. [240]. For the liquidus temperatures T, see references in Ref. [240].

System TL(K) yi(Nm™) yr (10"*Nm~K™?)
COsoFEso 1752 1.82 -3.72
C040CU20F640 1696 1.30 -2.25
CO30CU40F€‘30 1675 1.17 +0.75
C020CU50F620 1662 1.21 -2.85
COloCU3oFE10 1639 1.22 -2.0
Cu 1358 1.30 -2.34
CuyoFesgo 1736 1.30 +1.37
C020CU20F860 1711 1.30 -2.25
COéoCUzoFEzo 1693 1.35 -4.8
COsoCUzo 1698 1.40 -2.0
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A.11 Cu-Co-Ni
A.11.1 Co-Cu-Ni (Density)
Table A.34. Parameters p, and pr for liquid Co-Cu-Ni ternary alloys obtained from linear fits to the

experimental data from Ref. [159]. The liquidus temperatures T, are determined by means of the
DSC/DTA technique, see Ref. [159].

System TL(K) pL(g- cm™3) pr (107*g - cm~3K™Y)
COsoNizo 1758 8.10 -7.6
CO70CU10Ni20 1721 8.25 -11.7
C050CU30Ni20 1654 8.17 -12.6
COAOCUM)Nizo 1621 8.22 -8.1
CO30CU50Nizo 1590 8.19 -10.9
C010CU7oNi20 1508 8.21 -8.0
CUgoNizo 1473 8.13 -9.6
C050CU50 1650 7.66 -7.2
COAQCU4oNi20 1621 8.22 -8.1
C035CU35Ni30 1641 8.40 -9.1
CO30CU3oNi40 1642 8.22 -16.7
COzoCUzoNiso 1643 8.24 -14.6
C015CU15Ni70 1685 8.13 -8.7
COloCUmNigo 1685 8.25 -12.1
Ni 1728 7.93 -10.1
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A.11.2 Co-Cu-Ni (Surface tension)

Table A.35. Parameters y, and yr for liquid Co-Cu-Ni ternary alloys obtained from linear fits to the
experimental data from Ref. [159]. The liquidus temperatures T, are determined by means of the
DSC/DTA technique, see Ref. [159].

System T.(K) yL(Nm™?) yr (10~*Nm~K?)
CosoCusg 1650 1.23 -2.9
C040CU40Ni20 1621 1.35 -6.5
CO30CU3oNi40 1642 1.43 -3.6
COzoCUzoNigo 1643 1.48 -7.6
CO10CU10Ni80 1685 1.59 -1.5
Ni 1728 1.78 -3.8
CO70CU1oNi20 1721 1.61 -4.4
C030CU50Ni20 1654 1.40 -2.3
Cos0CusoNizg 1590 1.36 -2.6
C070CU10Ni20 1508 1.33 -5.0
COgoNizo 1473 1.34 -2.2

A.11.3 Co-Cu-Ni (Viscosity)

Table A.36. Parameters n.. and E for liquid Co-Cu-Ni binary alloys from Ref. [159].

System Ne(mPa - 5) Ea (10%)/mol)
COgoNizo 0.21777 4.58
Co70CusoNizo 0.23702 4.24
COsoCU30 Nizo 0.33474 3.74
Co40CusoNizo 0.35459 3.45
Co30CusoNizo 0.39665 3.22
Co10Cu70Nizg 0.40564 3.11
CugoNizo 0.40959 3.37
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A.12 Cu-Fe-Ni

A.12.1 Cu-Ni (Density)

Table A.37. Parameters p, and pr for liquid Cu-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [61]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pL(g - cm™3) pr (1074g - cm~3K™?)
Cu 1357 7.90 -7.65
CugoNizg 1409 7.97 -7.95
CugoNiao 1473 8.09 -9.57
CugoNiso 1553 8.13 -10.3
CusoNisg 1593 8.10 -7.72
CU3oNi7o 1653 8.06 -9.11
CU1oNi90 1706 7.96 -9.26
Ni 1727 7.92 -10.1

A.12.2 Cu-Ni (Surface tension)

Table A.38. Parameters y and yr for liquid Cu-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [68]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) (Nm™?) r (1074Nm~1K™)
Yi Y
Ni 1727 1.77 -3.3
CuloNigo 1706 1.61 -0.67
CuzoNigo 1690 1.51 -0.21
CU30Ni70 1660 1.43 -0.84
CugoNigo 1620 1.38 -0.45
CU50Ni50 1584 1.37 -0.94
CUsoNi4o 1553 1.36 -1.91
CuzoNiso 1508 1.32 -3.24
CUgoNizo 1462 1.34 -2.17
CUQoNiw 1409 1.31 -2.21
Cu 1358 1.29 -2.3
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A.12.3 Fe-Ni (Density)

Table A.39. Parameters p, and pr for liquid Fe-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [61]. The liquidus temperatures T, are picked from Ref. [154]. Compare
with data listed in Tab. A.48.

System TL(K) pL(g-cm3) pr (107*g - cm3K?)
Fe 1811 7.04 -10.8
F630Ni20 1753 7.32 -10.0
FegoNiso 1725 7.43 -11.5
F650Ni50 1716 7.50 -10.2
FeaoNiéo 1713 7.51 -10.6
FezoNigo 1713 7.87 -12.3
Ni 1727 7.93 -10.1

A.12.4 Fe-Ni (Surface tension)

Table A.40. Parameters y, and yr for liquid Fe-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [68]. The liquidus temperatures T, are picked from Ref. [154]. The value of
y1 of FeasNizs is re-evaluated in this table from the original data, due to an obvious misprint in Ref.
[68]. The parameters of FegoNiso are taken from Ref. [239], see Tab. A.42.

System T.(K) yL(Nm™?) yr (10*Nm~K?)
Ni 1727 1.77 -3.3
Fez5Ni75 1713 1.86 -2.76
FE50Ni50 1713 1.91 -3.27
Fe60Ni40 1725 1.91 -3.27
FezsNiys 1746 1.93 -1.73
Fe 1818 1.92 -3.97

EBSCChost - printed on 2/14/2023 2:19 PMvia . All use subject to https://ww.ebsco.conlterns-of-use



214 —— A Data

A.12.5 Cu-Fe-Ni (Density)

Table A.41. Parameters p|, 3, and pr for liquid Cu-Fe-Ni ternary alloys obtained from linear fits to
the experimental data from Ref. [161]. The liquidus temperatures T, are picked from Ref. [154]. pt is
hereby obtained from the published values of B via pr = p. 8.

System TL(K) pL(g - cm™3) B(1074K") pr(1074#g - cm3K™Y)
CU13 FE54Ni33 1692 7.11 0.4 -2.8
CU4oFe35Niz5 1610 7.14 1.1 -7.9
Cu;o Fe30Ni20 1591 7.20 0.5 -3.6
CU50F624 Ni26 1580 7.53 2.6 -19.6
CU70F913 Ni27 1546 7.76 1.5 -11.6
CUZO F665Ni15 1701 7.16 2.0 -14.3
Cuzo FE48Ni32 1669 7.40 2.3 -17.0
CUzo Fe;;Niz.s 1663 7.42 1.4 -10.4
CUzo FEZONi60 1668 7.56 1.1 -8.3
Cl.lzo FE10 Ni7o 1673 7.79 1.1 -8.6
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A.12.6 Cu-Fe-Ni (Surface tension)

Table A.42. Parameters y, and yr for liquid Cu-Fe-Ni ternary alloys obtained from linear fits to the
experimental data from Ref. [161]. The liquidus temperatures T, are picked from Ref. [154].

System T (K) yL(Nm™?) yr (10*Nm~K™?)
FegoNiso 1725 1.91 -3.27
CU13FG54Ni33 1692 1.45 -1.88
CU30F€42Ni28 1638 1.29 -1.09
CusoFessNis 1610 1.28 -2.95
CU50F930Ni20 1591 1.26 -2.36
CU60F824Ni16 1580 1.24 -4.93
Cu70Fe13Ni17 1546 1.30 -5.30
CUzoFEso 1736 1.30 +1.37
CuzoFeesNiss 1701 1.34 -2.9
CUzoFe43Ni32 1669 1.38 -2.11
CUzoFE35Ni45 1663 1.42 -1.78
CUzoFezoNi6o 1668 1.44 -1.9

A.12.7 Cu-Fe-Ni (Viscosity)

Table A.43. Parameters n.. and Ex for liquid Cu-Fe-Ni ternary alloys from Ref. [248]. For the source
of the liquidus temperatures T;, see Ref. [248].

System TL(K) Ne(mPa - s) Ea (10%)/mol)
CU54Fe1gNi17 1564 0.375 3.141
CU40F635Ni25 1612 0.313 3.519
CUzoFE43Ni32 1668 0.242 4.151
CussFessNis3 1690 0.244 4.232
CU7,5F955,5Ni37 1706 0.252 4.240
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A.13 Cu-Ti

A.13.1 Cu-Ti (Density)

Table A.44. Parameters p, and pr for liquid Cu-Ti binary alloys obtained from linear fits to the ex-
perimental data from Ref. [135]. The liquidus temperatures T, are picked from Ref. [319].

System TL(K) pL(g - cm™3) pr (1074g - cm~3K™?)
Cu 1358 7.9 -7.6
CugoTito 1293 7.3 -3.2
Cu80Ti20 1204 6.9 -8.7
CU70Ti30 1190 6.3 -5.8
CUsoTiAO 1238 6.1 -12.3
CUsoTig,o 1254 5.3 -5.5
CusoTigo 1253 5.0 -6.2
CU3oTi7o 1415 4.6 -1.3
CUZOTigo 1641 4.6 -1.0
CU10Ti90 1807 4.3 -4.6
Ti 1941 4.1 -3.3

A.13.2 Cu-Ti (Surface tension)

Table A.45. Parameters y. and yr for liquid Cu-Ti binary alloys obtained from linear fits to the exper-
imental data from Ref. [206]. The liquidus temperatures T, are picked from Ref. [319].

System T (K) yL(Nm™?) yr (10*Nm~K™?)
Cu 1358 1.33 -2.3
CugoTizo 1293 1.37 -2.2
CUgoTizo 1204 1.42 -2.2
CU7oTi3o 1193 1.45 -2.1
CueoTiso 1235 1.47 -2.1
CUsoTiso 1256 1.50 -2.1
CU40Ti50 1255 1.51 -1.9
CusoTizo 1414 1.51 -1.9
CUonigo 1638 1.49 -1.8
Ti 1943 1.49 -1.7
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A.14 Cr-Fe-Ni

A.14.1 Cr-Fe (Density)

Table A.46. Parameters p, and pr for liquid Cr-Fe binary alloys obtained from linear fits to the ex-
perimental data from Ref. [123]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pi(g-cm™) pr (1074g - cm~3K™?)
CrioFego 1805 6.98 -5.40
CryoFego 1800 6.92 -8.62
CI’[,()FGGO 1873 6.78 -5.42
CI’50F640 2006 6.52 -5.97

A.14.2 Cr-Ni (Density)

Table A.47. Parameters p; and pr for liquid Cr-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [123]. The liquidus temperatures T, are picked from Ref. [154].

System TL(K) pi(g-cm™) pr (1074g - cm~3K™?)
Cl’loNigo 1710 7.69 -7.90
CryoNigo 1700 7.51 -7.92
Cl’z,oNiéo 1648 7.28 -6.08
CrsoNi40 1710 6.97 -6.57
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A.14.3 Fe-Ni (Density)

Table A.48. Parameters p. and pr for liquid Fe-Ni binary alloys obtained from linear fits to the ex-
perimental data from Ref. [123]. The liquidus temperatures T, are picked from Ref. [154]. See also

Tab. A.39.

System T (K) pL(g - cm3) pr (107*g - cm3K?)
Ni 1728 7.82 -8.56
F620Nigo 1726 7.69 -7.60
FesoNigo 1723 7.37 -5.58
FesoNi4o 1723 7.21 -6.60
Fe70Ni30 1748 7.10 -5.66
F880Ni20 1773 7.06 -6.05

Fe 1808 6.99 -5.55

A.14.4 Cr-Fe-Ni (Density)

Table A.49. Parameters p, and pr for liquid Cr-Fe-Ni ternary alloys obtained from linear fits to the
experimental data from Ref. [160]. The liquidus temperatures T, are picked from Ref. [320].

System TL(K) pL(g - cm™3) pr (1074g - cm—3K™?)
CrloFelgNin 1724 7.50 -3.76
Cere36Ni54 1724 7.33 -4.10
CT1QF854Ni36 1722 7.18 -5.72
CrioFegsNizy 1734 7.10 -6.13
CI’10FE72Ni1g 1748 7.09 -6.04
CrzoFelﬁNi64 1690 7.16 -6.87
Cr20F63zNi48 1690 7.05 -5.58
CI’zoFeagNin 1698 6.95 -6.36
Cl’zoFeséNiM 1710 6.93 -7.03
szoF664Ni16 1710 6.89 -9.39
Cr40Fe12Ni4g 1640 8.011 -6.34
CI’40F924Ni36 1635 8.064 -7.47
CI’40F636Ni24 1723 7.882 -6.27
Cf40Fe4gNi1z 1798 7.911 -7.92
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A.14.5 Cr-Fe-Ni (Viscosity)

Table A.50. Parameters .. and Ex for liquid Cr-Fe-Ni ternary alloys from Ref. [160].

System Neo(mPa - 5) Ea (10%)/mol)
Cl’zo ngo 0.256 4.48
CraoFessNies 0.299 4.13
Cl’zo FE32Ni48 0.264 4.55
Cl’zo FE4gNi32 0.455 3.98
Cr20F964Ni16 0.191 5.22
CryoFesgo 0.082 6.78
Fe 0.114 5.93
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B Redlich-Kister parameters

The tables in this chapter contain Redlich-Kister parameters used in order to calculate
the excess free energy £ G from Eqgs. (3.17) and 3.16. The references to these parameters
are specified as well as the chapters, tables and figures in which they are used in the

present work.
In order to ease working with this chapter, the following Tab. B.1 assigns all sys-

tems, binary and ternary ones, to tables below where the corresponding parameters
for the calculation of EG are listed.
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Table B.1. Reference to tables showing Redlich-Kister parameters for the calculation of G using
Egs. (3.16) and (3.17) for binary and ternary liquid alloy systems.

System Table
Ag-Al B.3
Ag-Al-Cu B.3
Al-Au B.4
Ag-Cu B.3
Al-Cu B.3
B.2
B.5
Al-Cu-Si B.5
Al-Fe B.6
Al-In B.7
AL-Ni B.8
AL-Si B.5
Co-Cu B.10
B.11
Co-Cu-Ni B.11
Co-Cu-Fe B.10
Co-Fe B.10
Co-Ni B.11
Co-Sn B.9
Cu-Fe B.12
B.10
Cu-Fe-Ni B.12
Cu-Ni B.11
B.12
Cu-Si B.5
Fe-Ni B.12
B.14
Cu-Ti B.13
Cr-Fe B.14
Cr-Ni B.14
Cr-Fe-Ni B.14
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B.1 Ag-Al-Cu

Parameters used in order to calculate the excess free energy £ G using Egs. (3.17) and
(3.16) for binary and ternary liquid alloys of the Al-Cu-Ag system are shown in Tab. B.3.
These parameters are used in order to calculate the surface tension via the Butler equa-
tion, Eq. (4.32) and the Chatain model Eq. (4.36). The surface tension of liquid Al-Cu,
however, is calculated in [69] using the parameters listed in Tab. B.2. For further ex-
planation, see Ref. [69].

Results of these calculations are shown in Figs. 4.24, 4.25, 4.26 and 4.28. Moreo-
ever, they are summarized in Tabs. 4.13 and 4.15.

In addition to surface tension, the viscosity is calculated using the parameters in
Tab. B.3. Results are shown in Figs. 5.10, 5.11 and 5.12 as well as in Tabs. 5.9, 5.10 and
5.12.

Table B.2. Redlich-Kister parameters of Al-Cu used in Eq. (3.16). The parameters are taken from Ref.

[321].
Parameter () mol™)
%Lacu -66622 + 8.1T
Macu 46800 — 90.8T + 10T n(T)
acu -2812

Table B.3. Redlich-Kister parameters of Al-Cu-Ag used in Eq. (3.17). The parameters are taken
from Refs. [242; 243]. Note that the parameters corresponding to binary Al-Cu differ from those in

Tab. B.2.
Parameter (J mol™®)
%L aLcu —67094 + 8.555T
U arcu 32148 - 7.118T
2 plcu 5915 - 5.889T
3Laicu -8175 + 6.049T
Lpgal -15022 - 20.538T
U pgal ~20456 — 17.291T
2Lagal -3821-17.17T
3Lagal 7028 — 12.247T
4Lagal 7661 -5.857T
OLag,cu 14463 — 1.516T
L pg.cu -934 - 0.319T
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B.2 Al-Au

Parameters used in order to calculate the excess free energy G using Eq. (3.16) for
liquid Al-Au are shown in Tab. B.4. These parameters are used in order to calculate
the surface tension from the Butler equation, Eq. (4.32) and the Chatain model, Eq.
(4.36). Results of these calculations are shown in Figs. 4.20, 4.21 and 4.28. They are
summarized in Tabs. 4.13 and 4.15.

Table B.4. Redlich-Kister parameters of Al-Au used in Eq. (3.17). The parameters are taken from Ref.

[322].
Parameter () mol™?)
OLaiAu -131996.19 + 36.42T
A 40781.83 - 1.896T
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B.3 Al-Cu-Si

Parameters used in order to calculate the excess free energy £ G using Egs. (3.17) and
(3.16) for binary and ternary liquid alloys of the Al-Cu-Si system are shown in Tab. B.5.
These parameters are used in order to calculate the surface tension via the Butler equa-
tion, Eq. (4.32).

Results of these calculations are summarized in Tabs. 4.13 and 4.15. In addition to
surface tension, the viscosity is also calculated using the parameters in Tab. B.5. The
results are discussed in Tabs. 5.9, 5.10 and 5.12.

Table B.5. Redlich-Kister parameters of Al-Cu-Si used in Eq. (3.17). The parameters are taken from

Ref. [323].
Parameter (J mol™®)
OLacu 66622 +8.1T
e 46800 — 90.8T + 10T In(T)
2L cu -2812
OLasi —11340.1-1.23394T
Hasi -3530.93 +1.35993T
2La,si 2265.39
%Leu,si -38763.5 + 12T
eusi —52431.2 + 27.4571T
2Leysi —29426.5 + 14.775T
G Xn®Lai,cu,si + Xcu'Latcu,si + Xsi®Lai,cu,si
whereas VL cy,si are defined as follows:
Lacusi 129.758.274 — 152.551977T
Lacu,si 154448454 — 8.5615T
2Lacusi -88726.6292 + 40T
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B.4 Al-Fe

Parameters used in order to calculate the excess free energy G using Eq. (3.16) for
binary liquid alloys of the Al-Fe system are shown in Tab. B.6. These parameters are
used in order to calculate the surface tension using the Butler equation, Eq. (4.32).

Results of these calculations are shown in Fig. 4.28 and summarized in Tabs. 4.13
and 4.15.

Table B.6. Redlich-Kister parameters of Al-Fe used in Eq. (3.17). The parameters are taken from Ref.
[324].

Parameter () mol™?)
OLa e -88090 +19.8T
Unire -3800 + 3T
2L ke -2000

B.5 Al-In

Parameters used in order to calculate the excess free energy £G using Eq. (3.16) for
binary liquid alloys of the Al-In system are shown in Tab. B.7. These parameters are
used in order to calculate the liquid-liquid interfacial energy via the model proposed
in Sec. 7.2.

Results of these calculations are shown in Fig. 7.4 and 7.5.

Table B.7. Redlich-Kister parameters of Al-In used in Eq. (7.4). The parameters are taken from Ref.
[302].

Parameter () mol™)
OLan 39887.4 — 19.1T
Yayin 254.64 — 0.8T
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B.6 Al-Ni

Parameters used in order to calculate the excess free energy £G using Eq. (3.16) for
binary liquid alloys of the Al-Ni system are shown in Tab. B.8. These parameters are
used in order to calculate the surface tension via the Butler equation, Eq. (4.32), and
the Chatain model, Eq. (4.36).

Results of these calculations are shown in Figs. 4.19 and 4.28 and summarized in
Tabs. 4.13 and 4.15.

Table B.8. Redlich-Kister parameters of Al-Ni used in Eq. (3.17). The parameters are taken from Ref.
[325].

Parameter (J mol™)
L ni -197088 +30.353T
L 5450
2Lni 54624 — 11.383T

B.7 Co-Sn

Parameters used in order to calculate the excess free energy £G and the enthalpy of
mixing, AH, using Eq. (3.16) of the Co-Sn system are shown in Tab. B.9. AH is hereby
related to EG via the following relation:

EG
AH = -T? (7) (B.1)

These parameters are used in order to calculate the viscosity using the models dis-
cussed in Section 5.
Results of these calculations are summarized in Tabs. 5.9, 5.10 and 5.12.

Table B.9. Redlich-Kister parameters of Co-Sn used in Eq. (3.17). The parameters are taken from Ref.
[326].

Parameter () mol™®)
%Lco,sn —75466.9610 +39.6726T
Leo,sn -30685.2702 +15.0835T
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B.8 Cu-Co-Fe

Parameters used in order to calculate the excess free energy £G using Egs. (3.17)
and (3.16) for binary and ternary liquid alloys of the Cu-Co-Fe system are shown in
Tab. B.10. These parameters are used in order to calculate the surface tension via the
Butler equation, Eq. (4.32) and, additionally for Cu-Fe, the Chatain model Eq. (4.36).

Results of these calculations are shown in Figs. 4.15, 4.16, 4.21 and 4.27. They are
summarized in Tabs. 4.13 and 4.15.

Table B.10. Redlich-Kister parameters of Cu-Co-Fe used in Eq. (3.17). The parameters are taken
from Ref. [327].

Parameter (J mol™)
Lco,cu 35200 - 4.95T
Lo, cu 6695 + 4.68T
0LFe,(Io -9312
Le,co 1752
OLeupe 36078.99 — 2.33T
eure 324.53 - 0.033T
2Leure 10355.39 - 3.60T
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B.9 Cu-Co-Ni

Parameters used in order to calculate the excess free energy £ G using Egs. (3.17) and
(3.16) for binary and ternary liquid alloys of the Cu-Co-Ni system are shown in Tab. B.11.
These parameters are used in order to calculate the surface tension using the Butler
equation, Eq. (4.32).

Results of these calculations are shown in Fig. 4.27 and are summarized in
Tabs. 4.13 and 4.15.

In addition to surface tension, the viscosity is also calculated using the parameters
in Tab. B.11. This is done by means of the models discussed in Section 5. The results
are summarized in Tabs. 5.9, 5.10 and 5.12.

As the calculations are not part of Ref. [159], they are shown below in Fig. B.1.

Table B.11. Redlich-Kister parameters of Cu-Co-Ni used in Eq. (3.17). The parameters are taken from

Ref. [328].

Parameter (J mol™®)
Lco,cu 31451.078 — 1.3140133T
*co,cu -595.04051
2L co,cu 3701.3751
OLconi 1331
OLeu,ni 11760 + 1.084T
Meuni -1671.8

TG (=27500 + 15T)xco — (15150)Xcy
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Fig. B.1. Measured viscosity of Cog.g—xCuxNip.» [159] versus xc, at T =1873 K. In addition, calcula-
tions of the models of Moelwyn/Hughes (dotted), Seetharaman (dash dotted), Brillo/Schick (solid),
Kozlov (dashed), Kaptay (dash double-dotted), and Hirai (dot double-dashed) are shown.
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B.10 Cu-Fe-Ni

Parameters used in order to calculate the excess free energy £ G using Egs. (3.17) and
(3.16) for binary and ternary liquid alloys of the Cu-Fe-Ni system are shown in Tab. B.12.
These parameters are used in order to calculate the surface tension using the Butler
equation, Eq. (4.32), as well as the Chatain model Eq. (4.36) for liquid Cu-Fe.

Results of these calculations are shown in Figs. 4.15, 4.16, 4.17, 4.18, 4.21, 4.22, 4.23,
and 4.27. They are summarized in Tabs. 4.13 and 4.15.

In addition to surface tension, the viscosity is calculated using the parameters in
Tab. B.12. This is done by means of the models discussed in Section 5. The results are
shown in Fig. 5.13 and summarized in Tabs. 5.9, 5.10 and 5.12.

Table B.12. Redlich-Kister parameters of Cu-Ni-Fe used in Eq. (3.17). The parameters are taken from

Ref. [235].
Parameter () mol™)
OLre,ni -18380 + 6.04T
Lre,ni 9228 - 3.55T
OLeuni 11760 + 1.084T
euni -1672
OLeu,fe 36087.98 — 2.33T
Meure 324.53 - 0.033T
2Lcufe 10355.39 - 3.603T
TG -68786 +30.9T
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B.11 Cu-Ti

Parameters used in order to calculate the excess free energy G using Eq. (3.16) for
binary liquid Cu-Ti alloys are shown in Tab. B.13. These parameters are used in order
to calculate the surface tension via the Butler equation, Eq. (4.32).

Results of these calculations are shown in Fig. 4.27 and summarized in Tabs. 4.13
and 4.15.

As the Butler equation, Eq. (4.32), is not discussed in Ref. [206], a depiction with
this calculation is shown in Fig. B.2.

Table B.13. Redlich-Kister parameters of Cu-Ti used in Eq. (3.16). The parameters are taken from

Ref. [329].
Parameter () mol™)
OLey,m (-19330 + 7.651T)
Mew 0
2LeyTi 9382 - 5.448T
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1.7 1 Cu-Ti, T=1400 K Bl Experiment
- sub-regular solution (Butler)
- ideal
1.6 7 T
£ 154
<
;:--
1.4
135

I I | I |
0 20 40 60 80 100
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Fig. B.2. Isothermal surface tension y versus xTBi for liquid Cu-Ti at 1400 K (symbols). For compari-
son, calculations of the ideal solution model, Eq. (4.29) (dashed) and the Butler model, Eq. (4.32),
(solid) are shown. Redlich-Kister parameters are used from Tab. B.13.
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B.12 Cr-Fe-Ni

Parameters used in order to calculate the excess free energy £G using Egs. (3.17) and
(3.16) for binary and ternary liquid alloys of the Cr-Fe-Ni system are shown in Tab. B.14.
These parameters are used in order to calculate the surface tension via the Butler equa-
tion, Eq. (4.32). In the case of liquid binary Fe-Ni, however, the parameters listed in
Tab. B.12 are used.

Results of these calculations are summarized in Tabs. 4.13 and 4.15.

In addition to surface tension, the viscosity is calculated using the parameters in
Tab. B.14 in combination with the models discussed in Section 5. These parameters
are used in [160] in order to apply the models for the viscosity of ternary Cr-Fe-Ni as
well as for binary Fe-Ni alloys. The results are summarized in Tabs. 5.9, 5.10, 5.11 and
5.12.

Table B.14. Redlich-Kister parameters of Cr-Fe-Ni used in Eq. (3.17). The parameters are taken from
Ref. [330].

Parameter () mol™)

L fecr -17737 +7.997T
Ytecr 1331

OLerni 318 -7.332T

e 16941 - 6.37T

OLe i -16911 + 5.162T
L pe,ni 10180 - 4.147T

TG (80000 — 50 T)xre + (130000 — 50 T)xc, + (60000 — 50 Txy;
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