338

15.5

Limit of stability and critical phenomena

AT metastable
region . .
chemical spinodal
coherent spinodal
A B

Figure 15.14 A solid-phase miscibility gap showing two spinodals.

Exercise 15.6

Au and Ni both have the simple fcc structure. The Au—Ni system has a miscibility gap
in the fcc phase with a consolute point at 1083 K. A homogeneous alloy of the consolute
composition, cooled from 1150 to 900 K, will decompose by a microscopically sharp
eutectoid-like transformation fccy — fcc; + fce, and not by spinodal decomposition.
Suggest an explanation.

Solution

The Au atoms are much larger than the Ni atoms. The molar volumes of pure Au and Ni
are 10.2 and 6.59 cm? /mol, respectively. Fluctuations in composition will thus give rise
to high coherency stresses. The coherent spinodal will be depressed to lower temperatures
by several hundred kelvin.

Tri-critical points

In the discussion of order—disorder transitions we only considered a single composition
but it is self-evident that one can represent the points for a second-order transition at all
compositions in a binary system by a line. For a second-order transition, which is known
to occur in one of the components, e.g. a magnetic transition, we would expect a diagram
like the one in Fig. 15.15(a). However, now we should also consider the possibility of
obtaining a miscibility gap by separation into regions of different compositions. In order
to explore this possibility we can use Landau’s simple mathematical model, discussed
in Section 15.2, where all the parameters may be functions of 7" and x. In the disordered
state Gy, = g, and we shall assume that g, does not contain any factor favouring the
formation of a miscibility gap. Then there would be no spinodal inside the region for the
disordered state, i.e. above the transition line. In the ordered state we have from before

. 3
G’ = g0 — 5(gee)"/8esee (15.32)

and we should consider the possibility of a spinodal reaching the transition line from
below. Remembering that ge = 0 on the transition line, we find there

02 G /3x? = 3%go/0x” — 3(geex)/ Zecet- (15.33)
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Figure 15.15 The formation of a miscibility gap around the line for a second-order transition.

There would thus be a miscibility gap with its consolute point on the transition line if
this expression is zero which could very well happen. The temperature and composition
of the consolute point would be found by combination with ge¢ = 0. The resulting phase
diagram would look like the diagram in Fig. 15.15(b). This consolute point is regarded
as a tri-critical point which is an unfortunate name. It may remind us of a triple point
between three phases in a 7', up diagram but it has that shape only in a 7', x diagram. In
the 7, ug diagram it would just be a point on a line.

It should be emphasized that we here have two internal variables or ‘order parameters’,
one describing the ordering and the other describing the separation into different com-
positions. We could thus test the stability with respect to variations in one or the other.
When testing for variations in ordering we found the transition line. However, the test
of the real stability limit must take into account simultaneous variations in both internal
variables. That would be the most severe test. We should look for the possibility that a
system encounters the real stability limit and transforms before reaching the transition
line. We could then find one spinodal on each side of the transition line but it would be
quite a different case from that illustrated in Fig. 15.2. That case concerned a first-order
transition where a system may cross the transition line and reach a limit of stability on
the other side.

Figure 15.15(b) shows a spinodal below the transition line and it applies to homo-
geneous, ordered states coming from lower temperatures. We should also look for a
spinodal above the transition line, applicable to the disordered state, cooled from a high
temperature. It should be given by

G [ox* = 3°g,/dx* = 0, (15.34)

because & = 0. As a consequence, our model which yields this relation cannot predict
such a spinodal unless g, contains a factor promoting a miscibility gap. Otherwise,
9%g,/0x% > 0. That is why Fig. 15.15 was constructed without a disordered spinodal.
The transition line itself acts as the limit of stability for disordered systems coming
from higher temperatures. However, it is not the same type of spinodal as the lower one
because it does not represent the limit of stability against compositional fluctuations.
On the other hand, as soon as the system starts to order, it will find that it is above the
spinodal for ordered states and is no longer stable against compositional fluctuations. It
may thus be regarded as a conditional spinodal.
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Figure 15.16 Different types of interaction between an ordering transition and a usual miscibility
gap.

When looking for spinodals and trying to find the tri-critical point, we have here applied
the condition of stability limit to the function G,,(7, x) obtained with the equilibrium
value of & inserted in G,(7, x, £). We could instead have used G (7, x, &) directly by
applying the stability condition from Section 6.7, reduced to two variables

BIL 812l — 0 o105 — (g12)? = 0. (15.35)
&1 &»
Identify Ax with variable 1 and & with variable 2. Then G, from Eq. (15.3) gives
2
920 /9x2 1 2, 1 4 1 2\ 1 3) —o
8o/0x" + S 8eenid” + 51 Zeeeennd” | | 8oe + S 8eeeed 8eexk + (8eeeen” ) =0
(15.36)

This relation should be applied to the equilibrium value of & which is equal to
(—6gs¢/gsz¢¢)"/? in the ordered region according to Eq. (15.5). Neglecting the &2 and
£* terms in comparison to 32g,/dx?, and g¢s¢¢, £ in comparison to 6gz, close to the
transition line, we get

1
3%go/0x* = (gssx)z/ (gss/éz + Egssss) = 3(geex)/Qeece- (15.37)

in full agreement with the previous result.
In the disordered region the equilibrium value is & = 0 and we find

3%2g,/0x? - ger = 0. (15.38)

Above the transition line gz > 0 and we would find a spinodal only if 3>g,/dx? turns
negative before the transition line is approached on cooling. That would yield a usual
miscibility gap, which would interact with the one formed due to the tendency of ordering.
This is illustrated in Fig. 15.16(a).

If the usual miscibility gap is larger, it may cover the other one, as illustrated in
Fig. 15.16(b). At the intersection with the transition line the phase boundary shows
an angle. The reason is that g, appears in the denominator of the expression for
(dx5/dT)coex, given in Section 11.4, and the phase boundary will thus be less steep
(smaller d7/dx) below the transition line because g2 (i.e. 3?Gy,/3x3) is smaller in the
ordered region.
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In our first calculation of the tri-critical point we started with a function G, (T, x, &)
where £ is an internal variable. An expression for its equilibrium value was then inserted
and a function Gy, (7, x) was obtained which had different expressions above and below
the transition line. They were then used in the calculation. Of course, one could just
as well have used the results of experimental measurements in such a calculation. As a
demonstration, let us suppose the contribution G}, to the Gibbs energy from an ordering
reaction has been measured across the transition line, including the effects of short- as
well as long-range order. Suppose further that this effect is found to be approximately the
same function of 7 — Ty for all compositions and the transition temperature, 7;;, varies
linearly with composition. Then

0Gh  9Gh dT,  9Gh dTi

= . L 15.39
0x 0T, dx oT  dx ( )
and
2 2
—BZG?’“ = _82GE1 . % = _C_g . 0T (15.40)
dx? T2 dx T ox ’

where C%, is the effect of the ordering reaction on the heat capacity. Suppose the solution
is otherwise ideal, 32G'9 /9x2 = RT, /x(1 — x). The intersection of a spinodal with
the transition line is found where

3G RT, DT\
Cm _ RI.  Cp (0Tw)" _ (15.41)
dx? x(1—-x) Ty dx
dx 2
x(1—x)=(RT; /C}) - (dT) . (15.42)
tr

This would be a tri-critical point. It is thus demonstrated that the tri-critical point will
be closer to the T axis of the system, the larger the heat effect is. This is an expected result
but the direct role played by Cp is very interesting in view of the many measurements
indicating that Cp goes to very high values close to 7}, and theoretical models of ordering
predicting that Cp actually should approach infinity at 7i,.. The tri-critical point would
thus approach the 7T axis of the binary system but the miscibility gap would there be
extremely thin. It is also worth noting that Cp may approach different values on the
two sides of 7. The spinodals on the two sides may thus intersect the transition line
at different points. The point of intersection for the upper spinodal could fall much
below the other one but would move up along the transition line if there is short-range
order in the disordered state above the transition line. However, it could not reach the
point of intersection for the lower spinodal because the heat effect of long-range order is
larger.

It is also interesting to note the role of the slope of the transition line, d7}./dx. Its
effect is demonstrated in Fig. 15.17(a) which shows an ordering reaction that does
not occur in the pure components but has its ideal composition in the middle of the
system. Miscibility gaps with tri-critical points may appear on both sides where the
transition line is steep enough. It should be emphasized that this case is not related to
the case of a first-order transition which forms a complete two-phase field in a binary



342

Limit of stability and critical phenomena
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Figure 15.17 Two types of ordering miscibility gaps. (a) The ordering transition is of second
order and the dashed line is the transition line. The spinodals are drawn with thin lines. (b) The
transition is of first order and the thin lines represent stability limits calculated for a superheated
or supercooled homogeneous system and without considering compositional fluctuations.
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Figure 15.18 See Exercise 15.7.

diagram (see Fig. 15.17(b)). This two-phase field can be regarded as two connected
miscibility gaps but there is no ordinary consolute point. Instead, the point of maxi-
mum is here a congruent point where the ordered phase can transform into the disor-
dered phase by a first-order transition as it would do if the two phases were not related
structurally.

The two points representing the limit of stability for an ordering reaction of first-
order, indicated in Fig. 15.4(b), also extend into lines and they also demonstrate that
the congruent point is not a critical point. The disordered state is metastable well below
and the ordered state is metastable well above the temperature where the ordered and
disordered states of the same composition have the same Gibbs energy. However, in
order to find the real limits of stability, the spinodals, one should also consider the
simultaneous variation in composition. That would make no difference when cooling
the disordered state because g1», which is defined as 8> G,,/dx 9, is zero for & = 0. On
the other hand, when heating the ordered state, one may encounter a spinodal before the
limit of stability calculated without considering fluctuations in composition. This possi-
bility is not indicated in Fig. 15.17(b).
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Exercise 15.7

Figure 15.18 looks like a violation of the 180° rule. Try to find an explanation.

Hint

Compare with Fig. 15.16(b) and apply the same type of argument to the present case.

Solution

In the present case, the lower part of the binodal is situated above the transition line.
In both diagrams, the binodal is steeper above the transition lines than below and the
explanation is the same.
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Surface energy and surface stress

By cutting a piece of material in two one can create two fresh surfaces and it is evident
that they represent an increase of the energy of the system because bonds between atoms
or molecules have been broken. Admittedly, the energy may then decrease somewhat
by relaxation in the surface layer. The net effect can be defined as the surface energy
or rather surface free energy or surface Gibbs energy under the usual isobarothermal
conditions. We shall simply use the term surface energy and apply the same term to real
surfaces as well as interfaces. Specific surface energy, i.e. the energy per surface area,
will be denoted by o.

However, the energy of the system may decrease further by minimizing the surface
area. Primarily, there would be a tendency of the two new pieces to minimize the surface
area by a shape change of the material and for an isotropic material the final shape
would be spherical. That could happen quickly if the material is liquid but it could be an
extremely slow process for a piece of solid material. The decrease of energy during the
shape change is easily calculated for an isotropic material because its specific surface
energy, o, the energy per area, is constant.

Secondarily, the surface could contract further without a shape change by compressing
the material in the sphere. It will thus be put under an increased pressure, formally caused
by a stress in the surface. For a sphere one would get

AP =2f/r, (16.1)

where 7 is the radius and f'is the surface stress. For a liquid phase it seems reasonable
to assume that the structure of the surface is reorganized as it contracts and is thus able
always to maintain the same structure and the same specific surface energy. The tendency
to contract would thus be directly connected to the energy decrease by the decrease of
surface area. The surface stress f would then be equal to the specific surface energy o.
The situation is different for a crystalline material where the surface layer is coherent
with the material in the interior. Not only the area of the surface layer but also its structure
will contract in order to fit into the structure of the compressed material. It is not even
evident that the energy of the surface will decrease at all by such a contraction. In reality
one may expect some decrease because there was probably a tendency of relaxation in
the surface layer when first formed but it was prevented by the coherency. Some stress
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was thus built into the surface layer and probably a compressive stress because the atoms
or molecules in the surface layer may tend to attract each other more when losing their
neighbours outside the surface. Very little is known about the magnitude of surface stress
but it seems evident that it should be lower than the specific surface energy, f < o.

What has here been said about surfaces applies as well to interfaces and it is then
important to distinguish interfaces between two fluids, for which f = o, from those
where at least one of the phases is crystalline. For them f < o.

Three materials can be in contact with each other along a line. In a section perpen-
dicular to that line one can measure three contact angles and they can be calculated
by minimizing the surface energy of the system. They are thus controlled by the three
specific surface energies and the result is the same as if they were regarded as three
balancing surface tensions. It is thus common to regard the specific surface energy as a
surface tension, which is equal to o. It is important not to confuse surface tension with
surface stress, which is the quantity that gives rise to the increased pressure according
to Eq. (16.1). The term surface tension should be avoided as much as possible.

The effect of surface energy is particularly pronounced for liquids inside the thin holes
of capillaries and this whole field is often referred to as capillarity.

Phase equilibrium at curved interfaces

We shall start with a general method of finding equilibrium conditions by maximizing
the entropy under constant energy, volume and content of matter. It is based on the use
of Lagrange’s multipliers. We shall apply the method to a system with a spherical 3
phase in an o matrix. We have VP = (47 /3)r> and the surface energy will be 477’0 =
Ao (3VE j4m)* 3.

For a completely closed (isolated) system with dNV; = dV = dQ = 0, and thus dU =
0, the combined law yields, e.g., after rearranging the terms in Eq. (3.1),

dS = (1/T)dU + (P/T)dV =Y (u:/ T)AN; + (D/T)ds = (D/T)ds.  (16.2)

The condition of equilibrium is thus obtained from the maximum of S for the total system
but we must find that maximum under the constant values of U, V and N;

U* + UP = U(constant) (16.3)
V% + VP = V(constant) (16.4)
N¥ 4+ NP = Nj(constant). (16.5)

According to Lagrange’s method we should form a new function which must have its
maximum at the same time because the additional terms are always zero.

L=S8+SP+A[U—-U*-UP —4703VP/47)*3]
Fo(V = V= VB4 =i (N, — N¥— NP). (16.6)
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Here, A, v and n; are Lagrange multipliers and their values will be determined by maxi-
mizing L. When searching for the maximum, we get six conditions,

AL/AU™ = 3S*/aU™ — 1 =0 (16.7)
AL/dUP =38P /9UP — 2 =0 (16.8)
AL/AVE =38P /aVP — Ao (327 /3VF)3 —v =0 (16.9)
AL/AV* =3S8*/aV* —v =0 (16.10)
AL/IN* = dS*/OIN* —n; =0 (16.11)
IL/INP =0a8P/aNP — ;= 0. (16.12)

All the derivatives of S are well known from the combined law applied to one phase at a
time. We obtain

1/T% =938%/U% = = 3SP/aUP =1/ TP (16.13)

pET* = —3S*JONS = —n; = —SPJONP = P/ TP, (16.14)
B

i

We have thus derived the well-known conditions of equilibrium, 7% = T®, and W =
The remaining two equations give

P*/T* =98%/9S* =v =93SP/aVP — ro(327/3VF)!/3
= PP/TP — o327 /3VF)1/3 (16.15)
PP — P* = o321 /3VE)/3 = 20/r (16.16)

This is a well-known expression for the pressure difference for fluid/fluid interfaces but
we have not been able to take into account the possibility that the pressure difference
should instead be given by Eq. (16.1) with finstead of ¢ if the 3 phase were a crystalline
substance. Furthermore, we found P* # PP and it is evident that the ordinary equi-
librium condition, Eq. (16.14) or uj* = ,u? when T* = T8, here applies to two phases
under different pressures. For clarity it should thus be written

u(P%) = uP(PP). (16.17)

This is a famous relation derived by Gibbs [3]. It remains to be discussed whether this
relation applies to the local situation at any spherical piece of interface where 7 is the
radius of curvature or only when there is a full sphere. In the next section we shall thus
examine the problem in more detail.

Phase equilibrium at fluid/fluid interfaces

The effect of capillarity on the equilibrium between the two phases separated by an
interface can be treated with any characteristic state function and we shall now use
the Gibbs energy because its natural variables are those that are usually kept constant
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experimentally, P 7 and content of matter. The total Gibbs energy of an & + 3 system
with an o/ 3 interface can be given as

G=G"+GP +G°. (16.18)

The o phase will be chosen as the matrix phase and it will be under the same pressure
as the surroundings, P. The [3 phase will be an inclusion under a higher pressure due
the surface stress, PP > P, and it will depend on the size of the 3 inclusion through
Eq. (16.1). The amounts of the various components in the {3 phase will be regarded as
internal variables because they can vary by exchanges with the « phase, which is part
of the system. We shall later study the effect on G of a transfer of a small amount of a
single componentj to 3 from o, dN f , but we shall first consider an exchange of balanced
amounts of all components, i.e., the composition of the 3 inclusion will be fixed and
given by xif3 and thus le.f3 = xl.B dNP. The independent variable will thus be NP, and PP
is a dependent variable through Eq. (16.1) because the radius  depends on N?.

According to Section 3.4 the Gibbs energy of 3 must be expressed in the following
way using the values of 7 and P in the surroundings,

GP = NP[UE(PP, TP) — TSE(PP, TP) + PVE(PP, TP)]. (16.19a)

The reason is that U, S and V are additive properties but G is not unless 7"and P have the
same values in all the subsystems. In the present case, which is isothermal we get

GP = NP[UE(PP) — TSE(PP)+ PVE(PP)]
= GP(PP)y — (PP — PP (PP). (16.19b)

GP(PP) is a Gibbs energy function defined for a 3 phase in the hypothetical case where
the pressure of PP applies to the surroundings as well as the 3 phase itself. We shall
now take the derivative of Eq. (16.18) with respect to the only independent variable, N,
whereas PP is a variable dependent on the size of the {3 particle through Eq. (16.1),
i.e. on NP. However, we would like to use the quantity GP(PP), which is defined as
(0GP /ANP)ps where PP is treated as an independent variable. Then, we must also take
into account the partial derivative with respect to PP.

dG dG"‘+ 9GP N aGh
dNB — dNB NP ) pp PP )y
dpPP  dpP dre  dGe
=B kPR (PP _pyx L 16.20
XanE ~ane TP = )X GNF T ane (16.20)

The third and fourth terms on the right-hand side eliminate each other because 0G /0 P =
V' and it is thus unnecessary to discuss the interpretation of dPP /dNP.

dG/dNP = — le.ﬁ,ul‘?‘(P) + GB(PP) — (PP — P) x dVP/dNP 4 dG°/dNP.
(16.21)
Equation (16.21) will now be applied to a spherical (3 particle in a fluid/fluid system.
The surface energy, G°, is equal to AP - o and d4P = 87rdr = (2/r)dVB. The specific
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surface energy can be regarded as independent of size except for nano-sized particles,
yielding

dG°/dNP = 0 x dAP/dNP = 20/r) x dVP/dNP (16.22)

According to Eq. (16.1) we can express PP — P as 20/r since f = o for a fluid/fluid
system. The last two terms in Eq. (16.21) thus eliminate each other, leaving

dG/dNP = =Y "xPu(P)+ GE(P). (16.23)

At this time it is thus unnecessary to discuss the interpretation of dV'#/dNP as well as
dPP/dNP. At equilibrium with respect to growth of the 3 inclusion dG/dNP must be
zero and we thus obtain the following equilibrium condition,

> xPuip) =GB (PF). (16.24)

The subscript ‘e’ has been added in order to emphasize that this is the increased pressure
in (3 required for equilibrium with the o phase of its given composition. It is important
to notice that the properties of each phase must here be evaluated at its own pressure.
It is more convenient to compare them at the same pressure. We may thus like to intro-
duce GP(P). That can be done using the following relations obtained with a constant
compressibility « of the liquid 3 phase,

VB(PPY = VB(P)(1 — k(PP — P)) (16.25)
pB
GL(PP) — Gh(P) = [ FA(PPIAPP = PP (PP — P~ Le(PP — YY)
P
= VE(P)(PP — P)(1 —ka/r). (16.26)

We can now introduce the driving force for precipitation of 3 from the « matrix and
using the equilibrium condition Eq. (16.24) we find,

— AGm =) x ul(P)— Gi(P) = GB(PF) = GB(P)
= VE(P) (PP — P)(1 —ka/re).
(16.27)

(1 — ko /re) can be regarded as a correction factor to the result for an incompressible 3
phase. It is close to unity and is thus of minor importance.
Expressing Pf — P as 20/r. we can write the equilibrium condition, Eq. (16.24), as

Zx?u;"(P) — GB(P) = —AGn = Q0 /ro)VE(PY1 — ka/re). (16.28)
The equilibrium size of a spherical droplet is thus

re=20(1—«ko/re)/(— AGw/VE(P)). (16.29)
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Figure 16.1 The use of a cylindrical hole in an inert body to achieve a constant pressure P* in an
included phase.

Of course, —AGy, is a positive quantity if there is a tendency to form 3 from the o
phase.
For a gas bubble one has PV, = RT and obtains

/ VEdP = RT In(PF/P) (16.30)
—AGy = le.%;x(P) — GE(P)=RTIn(PF/P) (16.31)
PP = Pexp(—AGn/RT) (16.32)

Fe =2(7/(PeB —P) =20/P[exp(—AGn/RT) — 1]. (16.33)

When the {3 particle grows, its internal pressure decreases and one may wonder if that fact
should not affect the equilibrium condition. It should thus be interesting also to consider
a case where PP does not vary with the size of the 3 phase. That could be realized with
the arrangement in Fig. 16.1. When 3 is growing, the spherical /3 interface moves
a distance d/ without any change of shape. The change of surface energy will depend
on the changes of the interfaces to the wall of the container, (o?/S — o%/%) x 27 Rdl.
However, that difference controls the contact angle of the /3 interface to the surface
of the container through an energy balance and thus its curvature. Figure 16.1 yields

dG® =27 R(6P/5 — 6%/%)dl = 7 R*(26%/P /r)dI. (16.34)

In the following we shall drop the superscript in o*/#. Introduction of the change of
volume, dVP = 7 R?dl, yields

dG® = (20 /r)dV P, (16.35)

This is the same result as for the spherical particle. We may conclude that the effect of
surface energy can be applied locally to any piece of a fluid/fluid interface. An explanation
why a possible change of PP during growth has no effect on the equilibrium conditions
is provided by the fact that the two terms containing the derivative dPP/dNP in Eq.
(16.20) eliminated each other. Furthermore, according to Eq. (16.22) there are two terms
in Eq. (16.21) with the derivative dV? /dNP, which actually contains dPP/dN® in the
same way as the full derivative dGP /dN® was represented by two terms in Eq. (16.20)
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containing dPP /dNP. They also eliminated each other. Finally, it may here be mentioned
without giving the proof that for a non-spherical interface one should replace 2/ by an
expression using the principal radii of curvature, 1/p; 4+ 1/p5.

Exercise 16.1

Evaluate the equilibrium size of a bubble if the supersaturation of the matrix, expressed
as —AGp, is very low.

Hint
In(l+e)=¢

Solution

Equation (16.32) gives for small (PP — P)/P:—AGy = RT In(PP/P) = RT In(1 +
(PP — P)/P)= RT((PP — P)/P) = (20/r)VE(P).Inthis limit there is full agreement
with an incompressible liquid according to Eq. (16.29).

Size stability for spherical inclusions

We have derived an equilibrium condition for a spherical particle in a fluid/fluid system
but should now examine ifitis a stable or unstable equilibrium. According to Chapter 6 we
could examine the stability through the second derivative of G. We shall thus evaluate the
derivative of Eq. (16.23). The & phase gives no contribution since its chemical potentials
are not affected by the size and the stability is obtained as

&G dGgf dph g dpPP

- : Y 7 iy
d(NB) ~ dPP dNB ™ dNB

(16.36)

This will be zero when PP is kept constant, as in Fig. 16.1. That can be compared to
the case in the left-hand part of Fig. 6.1 for a circular cross-section. All positions are
equivalent.

If the hole in Fig. 16.1 is slightly conical,  could either increase or decrease during
growth. If the hole is narrowing to the right, » will decrease and the pressure will increase
as the [3 phase grows. The stability will be positive and there is a stable situation at the
position where the equilibrium condition, Eq. (16.29), is satisfied. If it is widening to the
right, the stability will be negative and the situation will be unstable. The (3 phase would
either grow out of the hole or shrink.

It is evident that for a spherical particle the instability will be even larger. The pressure
will decrease during growth. There would be a critical size satisfying the equilibrium
condition, Eq. (16.29). If the 3 particle were just a little smaller, it would shrink and
disappear. If it were just a little larger, it would grow even larger. If the reservoir of «
phase were not infinite, the supersaturation would decrease gradually during growth and



16.5

16.5 Nucleation 351

AGA

AG* -

1 -
N* N\ N

Figure 16.2 The Gibbs energy increase as a function of the size of a spherical particle of a liquid
phase. N* is the size of a critical nucleus and AG* is its activation energy.

the growth would eventually stop. If there were a large number of 3 particles, they would
be smaller when growth stops. On the other hand, not even such an ensemble would be
stable. A small fluctuation in size would make the slightly larger particles grow at the
expense of the smaller ones because the composition of the & matrix in local equilibrium
with a particle would differ depending on the size, according to the equilibrium condition
Eq. (16.28). There would thus be diffusion of material through the o« matrix from the
smaller particles to the larger ones. This phenomenon is called Ostwald ripening.

Nucleation

For a system with a spherical 3 particle included in an « matrix we can formulate the
total Gibbs energy from Eq. (16.18), e.g. by inserting Eq. (16.19). The result will depend
on the size NP.

G(N®) =Y (NP = Nf)ul(P)) + GP(PP) — (PP — P)VP(PP) + 40, (1637)

where N? is the initial 7 content in the o matrix. For a spherical (3 particle the last term
can be expressed as 30 ¥ /r and we can express PP — P as 2 f/r according to Eq. (16.1).
The change of Gibbs energy from the initial homogeneous o matrix will be
AG(NP) = G(NP) — G(0)
B
= =Y NPuf(P)+ GH(PP) — 2 f/r)V (PP + Bo/r)VF(PP).
(16.38)
For a liquid 3 phase /' = o and Eq. (16.37) simplifies to
AG(NP) = NP [— 3 xPudp) + GB(PP) + (G/r)Vn(f(Pﬁ)] . (16.39)

Since 7 is proportional to (NP)!/3, the function will look as illustrated in Fig. 16.2. It
is evident that the formation of (3 cannot start spontaneously from a zero size. There is
a barrier of height AG*, which must be overcome by some kind of activated process.
A [ particle of a critical size N* is in an unstable equilibrium. However, at both types



352

Interfaces

of equilibrium the first two terms in Eq. (16.39) eliminate each other according to the
equilibrium condition in Eq. (16.24). Using PP — P = 20/r. we obtain

1 4
AG* = N*- (o/r)VE(PF) = SN x (PP — P)VE(PF) = 5ym(re)2

l6mo?
:73(1){5 P)z‘ (16.40)
b

This is the energy, which must be supplied by some kind of activated process in order for
the 3 phase to form. It is regarded as the activation energy. A particle of this size can
either grow or shrink by a small fluctuation in size. It is regarded as a critical nucleus.
Equation (16.40) expresses the activation energy in the most general way but in order
to apply it to a particular case one must relate it to the driving force, —AGy,. It is then
necessary to define the compressibility of the 3 phase. For a compressible liquid one can
use Eq. (16.27), obtaining

167703
AG* = il (1 — Ko [Fe)
3(—AGw/ Vi(P))
16707
~ i (1 = 2c0/re). (16.41)

3(—AGw/VE(P))

Equation (16.40) is still valid for a bubble of an ideal gas but one should insert
Eq. (16.32) instead of Eq. (16.27),

l6mo?

AG* = .
3P2[exp(—AGm/RT) — 12

(16.42)

Finally, we should discuss the fact that a supersaturated solution can be unstable with
respect to two quite different kinds of fluctuations. Here we have considered a critical
nucleus being a fluctuation small in extent but large in composition (and structure). In
Chapter 15 we discussed spinodal decomposition, which can start spontaneously without
any activation barrier, i.e. without any critical nucleus. However, that treatment also
describes critical nuclei when the composition is moved outside the spinodal. Right on
the spinodal the critical nucleus is represented by a point at 1 /A = 0 and of composition
x°.In principle, it is thus an infinitely extended fluctuation with an infinitely small change
of composition. With an initial composition further outside the spinodal, the change
in composition grows and an arrow in Fig. 15.13 illustrates such a case. A detailed
calculation would show that the critical fluctuation, i.e. nucleus, becomes more localized
and starts to resemble the kind of critical nucleus described in the present chapter. The
explanation why the two treatments give different results is that a constant o was used
here whereas it decreases with decreasing difference in composition between fluctuation
and matrix in the spinodal treatment. The use of a constant o in the present case can be
justified by assuming that it mainly depends on the difference in structure between the
two phases. In the spinodal treatment there is only a difference in composition.
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Exercise 16.2

In textbooks one often finds the following simple treatment of nucleation. The increase of
the Gibbs energy of a system due to a nucleus is given as AG = (47 /3)r3(AGn/ Vi) +
4mr?o which yields: 0AG/dr = 4nr>(AGy/ V) + 8mro =0; 7" =20/(—AGp
[ Vi) AG* = (4n/30 3 (AGn/ Vi) + 217 (= AGw/ Vi) = 27 /3)r* (= AGum/ Vin)
= (161/3)03 /(= AGp/ Vim)*. Compare this result with the correct result given by
Eq. (16.42) when applied to the nucleation of a gas bubble at a temperature above
the boiling point of a liquid composed of only one species.

Hint

Approximate the gas as ideal. The vapour pressure of the liquid matrix, corresponding to
PP in our treatment, must be larger than the pressure on the liquid from the surroundings,
P.

Solution

Equation (16.32) reduces to the textbook result for small —AG,,/RT: AG* = (1677/3)
03/[-AGnP/RT)? = (167/3)0> /(—AGn/ Vim)*. However, small —AG,,/RT means
small In(PP / P). Large values of P®/ P can easily be obtained by superheating of a liquid
or when the gas is dissolved in a liquid or solid. The textbook treatment holds strictly
for incompressible phases, only.

Phase equilibrium at crystal/fluid interface

If one of the phases is crystalline, the derivations will be more complicated because
f # o. There will be even more complications if the crystalline phase is the matrix
phase because it may build up internal stresses in the matrix during a growth process.
We shall thus limit the discussion to cases with a crystalline phase included in a fluid
matrix.

Equation (16.21) was derived without any particular requirement about the nature of
the interface but was then applied to a fluid/fluid interface. It will now be applied to a
crystalline/fluid interface. When expressing the pressure difference, we shall thus retain
the surface stress, f from Eq. (16.1). On the other hand, the specific surface energy, o,
should still appear when expressing the surface energy term, G°. However, there one
must notice an important difference. It has already been mentioned that a fluid/fluid
interface will reorganize its structure if expanded or contracted and the surface energy
is always proportional to the actual area, i.e., o is constant in the expression G° = Ao.
With full coherency to the interior, the surface of a crystalline phase will not change
its structure if the bulk is expanded or compressed. It may thus seem reasonable to
approximate the surface energy as 4 pop, evaluated at the pressure in the surroundings,
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P. Furthermore, in the case where the matrix is a condensed fluid, i.e. a liquid, one may
argue that the structure on that side of the interface should relax to some degree. However,
that possibility will be neglected whereas the consequences of the above approximation
will be examined.

The surface energy will be described with G = Apop where op is measured at a
planar interface and will be treated as independent of PP. Eq. (16.22) will give

dG°  ddp 20p dVR(P) 205
— _ P s = : = - VB(P). 16.43
dNP ANk 7P T T TaNG o Im(®) (16:43)

The radius rp is also measured at the pressure P.
In analogy to the description of G° we may introduce fp/rp in Eq. (16.1) obtaining

dPP = (=2fp/r2)drp = (=2fp/r3) - rpdVP(P)/3VP(P)
= (=2/p/3rpVP(P)) - VE(P)AN®, (16.44)
since 3dr/r = dV/ V. This time we must study how to interpret d 7P /dN® in Eq. (16.21),

considering the dependent variable PP . Inserting (37 /9 PP)yp from Eq. (16.25) and
dPP/dNP from Eq. (16.44) we obtain

dVP/ANP = @V P /INP)ps 4+ 3V P /3 PP)ys - dPP/ANP
= VE(PP) =k VP(P) - (=2/pVE(P)/3rp VF(P))
= VI(P)(1 = 2cfp/rp + 26 fp/3rp)
= VI(P)(1 — 4 fp/3rp). (16.45)

From Eq. (16.26) we find
Gh(PP) = GR(P)+ (PP — PYVE(P)(1 — kfp/re). (16.46)

Inserting Eqgs (16.45) and (16.46) and the definition of AGy, from Eq. (16.27) in Eq.
(16.21) we obtain

dG/ANP = = > 2P uf(P) + GE(P)
—(PP — PYAVP(1 —kfp/rp — 1 + i fp/3rp)
= AGw +[Q2fp/rp)icfp/3rp) + Qop/rp)] VE(P).  (16.47)

In Eq. (16.21) the third and fourth terms eliminated each other because f = o. That is
not the case here and it was thus necessary this time to interpret d7 P /dN® and the result
depended on the compressibility, «. It is interesting to note that for an incompressible
[3 phase the third term in Eq. (16.21) would be eliminated by a term appearing in Eq.
(16.46) when GEI(P) was introduced. Only a correction term proportional to ¥ remained
when the compressibility was considered. In practice, P? would probably be unknown
because of lack of information on the surface stress, fp, and one would be dealing with
GB (P). It is evident that the surface stress is not of much practical importance and the
compressibility will cause only a small correction term.
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Putting dG /dNP to zero in Eq. (16.47) we obtain the equilibrium condition for crys-
talline/fluid interfaces.

— AGy = [(2op/rpe) + Q2 /3)(fp/rre) ] VR (P) (16.48)
ree = 20p/ [~ AGn/VR(P) = (2x/3)(fp/rre)’]. (16.49)

It may be added that the actual radius at equilibrium is obtained as
re = rpe(1 = k(PP = P))'* = rpo (1 = 2icfo/rpe). (16.50)

The important conclusion to be drawn from Eq. (16.48) is that the effect of surface energy
is the same for solid and liquid inclusions. The Gibbs energy of both kinds of phases is
increased by 20 V;,,/r which is equal to VA P only for liquids. It is common to neglect
this fact and to express 20/r as A P also for solids, a procedure that does not cause any
erroneous results. There are several equations in the present textbook where Vi, AP is

used without explicit mention that it should be interpreted as 20 Vi, /r for solids.
By modifying Eq. (16.38) for the present case we obtain for the increase of Gibbs
energy due to the precipitation of a 3 inclusion,

AG(N®) = NP [= 3 xPuf + GB(PH) = (PP = PYVE(PP) + Gop/ro)VE(P) |
= NP[AGy + (PP = PYVE(PY(1 = kfp/rp) — (PP = PYVE(P)1 = 2cfp/rp)

+(30P/VP)VIE(P):| = NP [AGw + Qfp/re)VE(P)kfr/rp)+ Bop/rp)VE(P)].
(16.51)

Inserting AGp, from Eq. (16.48) we obtain for equilibrium of a spherical crystalline
inclusion

AG*=N*VP(P) [_20P/rPe_(ZK/?’)(fP/”Pe)Z+2K(fP/rPe)2+3ap/rpe]
1670} (1+4x /7 /30prpe)

[ AGn/ VE(P) =@ /3) fr/rpel]
(16.52)

=3inrpe-(op/rpe)(1+4k f5./30prpe) =

Again we find that the surface stress is of minor importance and enters only in corrections,
depending on the compressibility. For incompressible crystalline solids the result is
identical to the result for incompressible liquids obtained from Eq. (16.41).

Exercise 16.3

Consider two solid ([3) spherical particles of a pure element, floating in a melt of the
same element. Derive an equation for the difference in temperature between them if they
have different radii, 7| and »,. Which one will grow as a result of the heat flow between
them?

Hint

Simplify the problem by assuming incompressibility. Two phases at an interface might
have the same 7, yielding AG,, = AHy, — T ASy,. At the melting point 7,, AGy,, = 0
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and we get AGy, = (T, — T)ASy,. For solidification we define AG,, and A S, as nega-
tive.

Solution

Equation (16.48) yields (20 V.2 /r) = —AGw = (T, — T)(—ASy). Compare two parti-
cles: 20 Vrﬁ’(l/rl —1/r) = (T, — T))(—ASn). Suppose , > r;. Then 7, > 7). Heat
will flow from the larger one and the heat of solidification can thus leave that region. The
larger particle will thus grow at the expense of the smaller one if the system is thermally
insulated. This is an example of Ostwald ripening.

Equilibrium at curved interfaces with regard to composition

So far we have only considered the equilibrium with respect to the transfer of balanced
amounts of the various components. Now we shall study the transfer of a single compo-
nent, dNV J(_s, by again regarding only two variables, the independent variable N ]{5 and the
dependent variable PP. Instead of Eqs (16.20) and (16.21) we now obtain

dG 8 aGP\ dPPF  dpPP
—5 = — (P + (PP + ( ) ——5  VP(PH)
dn? / / OPP ) s NP dNP
dré  dGe
— (PP = P)- —5 + —% = —uS(P)+ 1 (PP) — 2f/r)dVP /AN]
dN®  dnt
+Q20/r)dV P /dNT. (16.53)

For a fluid/fluid interface we have f = o and the last two terms eliminate each other. At
equilibrium dG /dN ][.3 = 0 and the equilibrium condition would then be

p§(P) = 1i(PP). (16.54)

We have again derived Gibbs’ famous relation. However, he did not have to introduce the
limitation that o is independent of composition because he considered a 3 phase with
only one component. His result is a special case of Eq. (16.24).

When replacing PP by P we must know how the partial molar volume, VjB varies with
PP For simplicity we shall assume that the same compressibility applies to the partial
volumes as to the integral volume. By integration we obtain similar to Eq. (16.26),

f VEdP = VP(P)PP — P)(1 — ko /r). (16.55)
We can thus write the equilibrium condition, Eq. (16.54), as
u§(P) = uf(P) + Qo/roV [ (P)1 —ka/re). (16.56)

By summing this over all the components, we can recreate Eq. (16.28). Equation (16.56)
describes the equilibrium for all the components whereas Eq. (16.28) is a necessary but
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Figure 16.3 Molar Gibbs energy diagram for nucleation of 3 from a supersaturated « solution.

not sufficient condition. The equilibrium size, r., was then expressed in terms of AGy, in
Eq. (16.29). It can now be inserted into Eq. (16.56) yielding for the equilibrium condition

_ B BB
HE(P) = uP(P) = AGy -V V. (16.57)

From its definition in Eq. (16.27) one can evaluate the driving force, —A G, provided
that one knows the critical composition of the (3 phase. However, the driving force and
the composition can both be determined graphically for any given supersaturated o
matrix. One should draw the tangent to the « curve for the composition of the matrix
and then lower it until it becomes a tangent to the Gﬁl curve. That should be done by
a parallel displacement if all V; = V;; and the magnitude of the displacement gives the
driving force, —AGy,. This means that one has made a parallel tangent construction.
If V; # Vi, then Eq. (16.57) requires that one rotates the tangent slightly to make sure
that the displacements on the component axes are proportional to the V; values. If all
V; = Vi then one could instead lift the G curve until it touches the o tangent. That
would be a common tangent construction. See Fig. 16.3.

For the critical nucleus, including the contribution from the surface energy, one can
give a point representing its Gibbs energy divided by N*. It is obtained by adding the
activation energy, AG*, divided by N* to the G, value of 3 on the common tangent.
AG*/N* is obtained from the first part of Eq. (16.40) by inserting o/ r. from Eq. (16.28).
We find AG*/N* = —AG/2, a value that applies even for a compressible {3 phase. In
Fig. 16.3 the whole GEI curve has been lifted by —AG,,/2. However, tangents to that
curve do not have the usual properties because the curve is defined for a certain pressure,
which is given by the size. When adding some A or B atoms, one should move to a
curve for a slightly larger particle, i.e., for a slightly lower pressure. It is illustrated with
a thin curve in Fig. 16.4. The chemical potentials of A and B are thus obtained from
the intersection of the thin straight lines with the component axes and they will actually
coincide with the intersections of the common tangent.

The effect of a pressure difference on the composition of the two phases was examined
already in Section 7.6. We shall now base a derivation on Eq. (16.54) by first applying
the Gibbs—Duhem relation to each one of the phases. Starting from the equilibrium at a
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G*/N* for
critical
nucleus —p=

Figure 16.4 Enlarged detail of Fig. 16.3, illustrating that the critical nucleus has the correct
values of the chemical potentials.

planar interface and introducing a small curvature that will give rise to a small difference
in pressure, d PP, we obtain

3 xPduf = vEap’. (16.58)

For the o phase there is no change of pressure and, whatever changes there will be in
composition, they also must obey the Gibbs—Duhem relation which now gives

> xfdpf =0. (16.59)

From Eq. (16.54) we can see that maintained equilibrium requires that dul[.3 =du even
though the pressure inside 3 is increasing. We can thus reformulate Eq. (16.58),

> xfdul = vEdre. (16.60)

Combination of Eqs (16.59) and (16.60) will yield a unique answer only for a binary
system, which yields, after eliminating duu %,

(xz‘xg — xﬁx}g‘)dug = x3VPdpP (16.61)
B
ox gim B
dug = B« -dP (16.62)
B — B

xSVE 20
Ha(r) — pi(00) = A —. (16.63)
xgp—xg

Any solution model can be applied to the « phase to evaluate its change in composition.
Using Eq. (16.54) we get for the 3 phase,

HE0) — n5(00) = (. PP) - oo, PP = who) + [ verar?
~ _ xSVB 20
o)~ [ VBieadP? = b - oo = A2
xg —xg T
(16.64)

The result is thus the same for both phases when expressed as the change in chemical
potential. It is interesting to note that this final result is independent of the partial molar
volume for the component although it appears in Eq. (16.57). It may be concluded that
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the partial molar volumes have a negligible effect on the composition as well as on the
activation energy of a critical nucleus.

Exercise 16.4

A liquid substance A in an inert atmosphere of 1 bar has an equilibrium vapour pressure
of Py. What would be the vapour pressure of a droplet of the same substance if its radius
is (a) 1 um or (b) 1 nm and the surface energy is 1J/m?? Suppose the molar volume is
5 x 107®m? and the temperature is 25°C and use the ideal gas law. First, assume that
the substance is incompressible. Would the pressure in case (b) be higher or lower if A
is compressible?

Solution

Equation (16.56) yields (a): u%(P) = ub(P) + Qo /r)VF = uf(P) + (2 x 1/107%) x
5x107¢ = uf(P) + 10; Pa(1 um) = P exp(10/8.3145 x 298) = 1.004P7 and
(b): Pa(1nm) = PRexp[(2 x 1/107%) x 5 x 1076/8.3145 x 298] = 57 P?. For a com-
pressible liquid the effect would be lower.

Equilibrium for crystalline inclusions with regard to composition

For a crystalline inclusion in a fluid matrix we shall start with Eq. (16.43), giving the

effect of the surface energy, and with a similar equation for the effect of surface stress.

When applying Eq. (16.53) we obtain

G
5 = TH(P) W) (PP) = @fp/rp)dVP/ANT + Qop/rp)dV P /AN
J

(16.65)

We shall again assume that the same compressibility applies to the partial volumes as

the integral volume. We shall thus modify Eqgs (16.45) and (16.46) to partial quantities.

dvP/AND = VE(PY(1 — 4 fp/3rp) (16.66)
H3(PP) = WS (P) + (PP = PYVR(PY(1 = kfp/re) (16.67)

Introducing these results into Eq. (16.65) we obtain, similar to Eq. (16.48),
ui(P) = uB(P) + [@op/re) + /3 fp/rr)*] V(D). (16.68)

When applying Eq. (16.53) to an interstitial component, &, we shall accept that it does not
affect the surface energy even if it increases the volume somewhat. On the other hand,
the effect of surface stress will be given by the same expression as for substitutional
components because it depends primarily on the effect on the volume. Instead of Eq.
(16.68) we thus obtain

WE(P) = pl(P) + Qi /3)(fo/rp) VE(P). (16.69)
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It is interesting to note that ME(P) could be approximated by wu*(P) for an interstitial
component if its partial molar volume were negligible.

When now summing this over all the components we do not recreate Eq. (16.48). It
seems that, when accepting Eq. (16.69) for an interstitial component, we should introduce
a correction to the second term in Eq. (16.68) for the substitutional components.

uX(P) = ul(P)+ Qop/rp)[VE(P) +xiVE [ (1 = <)) + @i /3)(fp/rp) VE(P).

(16.70)

The equilibrium conditions are obtained by inserting rp. instead of 7p in Eqs (16.69)
and (16.70).

Finally, we shall evaluate the effect on the compositions from the Gibbs—Duhem
relation. Then we need a relation between du [ and d,u? . For simplicity we shall limit
this discussion to incompressible 3 phases. Equations (16.67) and (16.70) yield

duf(P) = duf (PP) — VP (PF)d PP (16.71)
dps(P) = dub (PP — VE(PPYAPP + [VP(P) + P VP /(1 — xf)]d@or /rp).
(16.72)
Inserting this in Eq. (16.58) we obtain
VEAPP =3 "xfdul = xPdpi + > xPrPart = XPrfp)
+xf VE (1= xf)]dQop/rp) =Y xPdpd +Y " VEAPP — dQ2op/rp)

(16.73)
Y xPdu® = vEdQop/rp). (16.74)
For a binary system we get instead of Eq. (16.62)
ocVB
dug = A dQop/rp). (16.75)
Xp — Xg

The final result will be identical to Eq. (16.63) except for the slightly different interpre-
tation of o and » Equation (16.63) can thus be applied to all kinds of interfaces.

Exercise 16.5

Somebody has derived the following equilibrium condition for the case where the partial
molar volume of an interstitial component is small but not negligible, u*(P) = ,uf (P)+
2f/r) VjB . Give a physical argument for or against this relation.

Hint

Even if we do not consider compressibility, Eq. (16.68) shows that it is wrong. It may
thus be easier to find an argument against it.
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Figure 16.5 The parallel tangent construction to find the interface composition.

Solution

For an incompressible phase it is not reasonable that the surface stress has any effect
because the phase is not affected. The last term should thus contain the compressibility
as a factor.

Exercise 16.6

The partial molar volume for an interstitial component is small and is sometimes approx-
imated as zero. Accepting that approximation, how should one formulate the equilibrium
for the interstitial component in a compressible 3 phase?

Solution

For VkB = 0, Eq. (16.67) gives directly pu(P) = ME(P). The internal pressure has no
effect in this case.

Surface segregation

Another important aspect is segregation of the components to or from the surface or
interface. In order to describe this phenomenon we shall use a very crude model. It
applies to surfaces as well as interfaces and in the formulation of the model it will be
sufficient to consider the properties of one of the phases at an interface because it is
assumed that the whole system is in equilibrium. Suppose the interface can be approx-
imated as a thin layer of a homogeneous phase of constant thickness and with its own
Gibbs energy function. We shall also assume that the partial molar volumes of all the
phases, including the interfacial phase, are independent of composition. It is then easy to
see that the composition of the material in the interface can be found by a parallel tangent
construction when the volume of the interface is constant. Then we cannot consider the
addition of N, to the interface but the exchange of Na for Ng. Thus, it is the slopes of the
tangents that must be equal, not their intersections with the component axes. Figure 16.5
shows a reasonable molar Gibbs energy diagram for a one-phase material with an inter-
face between two crystals, a so-called grain boundary. The distance between the two
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Figure 16.6 Derivation of Gibbs’ adsorption equation.

curves on the left-hand side is equal to o4 - V. /t where o is the specific interfacial
energy of pure A, V! is the molar volume of the interfacial phase and 7 is its thickness.
Now, suppose the material has the composition xg3. The composition of the interface
material, x5, is obtained from the parallel tangent construction and the length of the
vertical arrow is equal to a4 - V! /t because it is the energy required for the formation
of an interface of composition xj, from an o reservoir of composition x§.

Let us now vary the composition of the material and, thus, its chemical potential for B
from pup to up + dug. By comparing triangles in Fig. 16.6 one can derive an equation,
called Gibbs’ adsorption equation,

xl’; —xg t

- — - dusp. (16.76)

1—x3 Vi

Exercise 16.7

Apply the regular solution model and use the parallel tangent construction to calculate
the composition of a grain boundary. Examine what factor can give strong segregation.

Hint

The regular solution model gives G = x3°Gx +xg°Gy + RT(x{ Inx3 + x5 Inxg)
+L%x3xg. We should apply the same type of model to the interface. Remember
that °Gl, — °G% = oAVl /t and °Gl, — °G% = oV} /¢. The tangent construction gives
G% — G& = G, — GL,.

Solution

dGn/x8=°GE —°G% + RT In(x3/x5) + L*(x¥ — x¥)=°GL — °G'y + RT In(x} /x")
+LI(xh —xh); RT In(rio/xgxh) = (oa — op) Vi /1 + L¥(rg —x3) — Li(xy —
xh).

For ordinary metals 0 = 1J/m2, V=7 cm3/mol, t= 107 cm.

At T = 1000 K the first term on the right-hand side will be less than RT even if
op = 0. Strong segregation must be due to the L terms and, in particular, to a large
negative value of L', i.e. to the tendency of A and B to mix in the interface. However,
the L' term will go to zero at x = 0. Thus, the regular solution model predicts that
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xh < 0 even for the strongest segregation. The strongest segregation is thus predicted
to give not much more than what corresponds to a monolayer.

Exercise 16.8

Gibbs’ adsorption equation is usually written as —do = I'g(a) - dup where I'ga) is a
notation for 'y — I'axg /(1 — xg) and I'g and I'4 are the excess amounts of B and A per
unit area, due to segregation. Show that it gives the same result as the equation derived
graphically.

Hint

Remember that we assumed that the volume of the interfacial phase is constant. Thus,
—I'pA =TI.

Solution

—Ta=Tp = (x5 —x3) -1/ Vi; Ty = (x —x3)/(1 —x3) -/ Vi in full agreement
with our result.

Coherency within a phase

The lattice parameter of a phase usually varies with the composition. The composition
differences in a surface layer obtained by diffusion through the surface may thus result in
internal stresses that could be partially relieved by the formation of dislocations. However,
if the composition gradient is very strong, the affected surface layer could be so thin that
it is difficult for dislocations to form. We shall now assume that no dislocations form
and the surface layer will then be stressed to the same lattice parameter as the bulk in the
planes parallel to the surface. Suppose the lattice parameter is @; in a binary phase of
composition xj. In the unstressed condition the lattice parameter in a thin surface layer
of a slightly different composition would be ¢ = a; + (x — x;)da/dx. The stresses in
the plane parallel to the surface in an isotropic material would have to be

E dlna

0] =0) = ——

l—v dx

They will allow the surface layer to be coherent with the bulk. £ is the elastic modulus
and v is Poisson’s ratio. The elastic energy per mole of the material in the thin layer

would be

(x1 — x). (16.77)

W =
1—v

EVy, (dlna

2
o ) (x1 —x)* = M(x; —x)*. (16.78)

The coefficient M is introduced for convenience. The composition may vary gradually
with the distance from the surface but we shall apply Eq. (16.78) to the outermost layer and
x will thus be the composition of the surface. We shall now examine how the equilibrium
composition in a surrounding liquid solution will be affected by the coherency stresses.
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Figure 16.7 Equilibrium between a supersaturated liquid, initially x|, and a crystalline o« phase,
initially x{. The composition of the surface layer, x°°", will not reach the equilibrium
composition because it is coherent with a bulk of a different composition.

Introducing the elastic energy in the Gibbs energy of a surface layer coherent with an «
layer of composition x;, we obtain

G (x) = G%(x) + M(x; — x)*. (16.79)

Fig. 16.7 illustrates the situation where the bulk of the « phase is within the o phase field
but the liquid has a composition within the & + L two-phase field and should thus have
a tendency to precipitate «. The diagram demonstrates that the coherent surface layer
will not reach the solubility limit, xé’f{ L, and the composition of the liquid in contact with
o will still be within the & + L two-phase field.

When a supersaturated solid solution precipitates a new phase, it happens that the new
phase grows together with a new grain of the parent phase and both phases are in contact
with the supersaturated solution. Such observations are made at fairly low temperatures
where volume diffusion is slow. The precipitated phase has received its alloy content
by boundary diffusion along the grain boundary between the new, growing grain of
the parent phase and the adjoining supersaturated parent grain. It was long a mystery
what force made the new grain grow into the supersaturated grain of the same phase.
Evidently, there is a force because the growing grain has been observed to be bowing
out and is thus growing against the action of surface energy. The explanation is given
by Fig. 16.8. In contact with the grain boundary the supersaturated o« grain will be less
supersaturated because of loss by grain boundary diffusion. However, due to coherency
stresses the outermost surface layer will have a higher Gibbs energy than normal. See
the point marked on the curve for Gy + W. It can thus be in local equilibrium with a
growing grain but subject to an effect we shall represent by AP = 2¢/r. The common
tangent shows that there can still be a driving force for the precipitation of the new phase.

This phenomenon is usually called discontinuous precipitation because the supersatu-
ration drops discontinuously to a lower level represented by the new growing « grain. It
usually develops into a lamellar aggregate of the new phase mixed with a depleted grain
of the parent phase. Sometimes, the new phase develops as more massive particles and
the depleted grain of the parent phase bows out from the initial grain boundary to pick
up the alloying element and feed it to the particles. That is the normal case when the
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Figure 16.8 Illustration of grain boundary migration induced by grain boundary diffusion. In
discontinuous precipitation the new phase is usually a solid phase but could also be liquid. In
DIGM it is the atmosphere.

new phase is liquid. A related phenomenon has been observed where the alloy content
diffuses through the grain boundary and is disposed of into the atmosphere instead of a
new phase. It has been called DIGM for Diffusion Induced Grain boundary Migration.
Both phenomena should be described as ‘grain boundary migration induced by grain
boundary diffusion’. It should be mentioned that DIGM occurs also when the alloying
element diffuses into the grain boundary and could thus be a mechanism of alloying a
surface layer at a temperature where volume diffusion is too slow.

Exercise 16.9

When a liquid film of Cu has penetrated a grain boundary in pure Ni due to wetting, there
will be a tendency of Cu to dissolve in Ni. One has observed that this has resulted in one
of the Ni grains growing into the other one while the liquid film is migrating between
them. The new parts of the growing grain will be alloyed with Cu that comes from the
liquid reservoir but its Ni must come from the other grain. This is why that grain shrinks.
This phenomenon looks very similar to discontinuous precipitation and DIGM and is
called LFM for Liquid Film Migration. Explain why Ni should diffuse across the liquid
film.

Hint

Once a grain has started to grow, the alloyed layer is thick enough to be less affected by
the bulk. The shrinking grain will not have time to build up a thick surface layer alloyed
with Cu because it will constantly be dissolved. Its alloyed surface layer will thus be
more affected by coherency.

Solution

Figure 16.7 can be used to illustrate this case as well but the new phase, which may be
an atmosphere in the case of DIGM, must here be replaced by the liquid reservoir. The
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new Cu is provided by fresh liquid being sucked in between the Ni grains instead of by
grain boundary diffusion but that difference does not affect the diagram. The L phase in
the diagram is rich in Cu. It will thus have a higher Ni content in contact to the coherent
layer than to the growing grain. Ni will thus diffuse to that grain.

Coherency between two phases

When a new phase precipitates from a supersaturated solid solution, it is common that
many small particles form with such an orientation that they fit well into the parent
phase acting as a matrix. The two crystalline lattices are then coherent with each other
and structurally the phase interface is regarded as a coherent interface. This is favourable,
particularly during the nucleation stage, because the coherent interface has a lower surface
energy than an incoherent interface. As the new particles grow larger they may gradually
lose coherency by the formation of interface dislocations. However, we shall neglect
that possibility and examine the effect of coherency from the overall volume fractions
of the phases. To simplify the discussion we shall also neglect the ordinary surface
energy.

In general, the dimensions of the two lattices are not perfect for an exact fit to each other.
There will thus be coherency stresses. In the previous section we discussed coherency
stresses present in a thin surface layer when coherent with the bulk. In the present case
we shall assume that they will apply to the whole phase. We shall assume that each phase
is homogeneous with respect to composition as well as stresses. The coherency stresses
in a thin precipitated plate will deform it to fit into the matrix, which is deformed very
little. The elastic energy per mole of the new phase can depend on several factors. The
present discussion will be limited to cases where the misfit between the two lattices
is independent of composition and depends solely on the two crystal structures. M in
Eq. (16.78) will thus be constant. It is defined per mole of the deformed phase and the
energy increase, AGy,, will thus be /P W per mole of the material as a whole. f# is
the mole fraction of the new phase. However, a correction must be introduced to make the
elastic energy go to zero as f® goes to unity. The following equation seems reasonable
if the phases have the same mechanical properties.

AGm = f*fPw. (16.80)
The Gibbs energy for a binary alloy can be written as
Gm= G2+ fPGE + AGL(fP). (16.81)

The state of equilibrium for a material of average composition xg is found by minimizing
G with respect to the independent variables, which should be x*, x? and x°. The phase
fractions are dependent variables through the mass balance

x° — fox*— fBxP =0, (16.82)

We could thus eliminate the phase fractions but Liu and Agren [32] have demonstrated
that the calculations can be simplified by keeping the phase fractions and use Eq. (16.82)
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Figure 16.9 Conditions for coherent o« + (3 equilibrium. x*° and xP° are the ordinary equilibrium
compositions. x* and xP represent a possible coherent equilibrium. The lever rule can be
applied to the x* — xP tie-line using the average composition x°. The parabola between x* and
xP represent the elastic energy caused by coherency. The tangents through x* and x? are
parallel. The tangent through x° is at least approximately parallel to the other two.

as an auxiliary condition. Applying a Lagrange multiplier, A, we shall thus minimize the
function

L =Gp—+a(x®— %% — fPxb) (16.83)
dL dG«
= f“ DL M=/ =0 (16.84)
xx
dL GP
= ff3 E A= =0 (16.85)
xP
oL _ —G“(x“)+GB(xf5)+ T ax*—xPy=0 (16.86)
afP 8ff3 ' '
Equations (16.84) and (16.85) yield
dG& dG°P
mo_ =0 16.87
o 0ob ( )

Graphically the compositions of the two phases are thus related by a parallel tan-
gent construction (see Fig. 16.9). dAGy/df® in Eq. (16.86) can be expressed as
dAG,/3x° - 3x°/3f® and Eq. (16.82) yields dx°/3 P = —x* + x°. We can thus write
AAGn/0fP as (xP — x*)dAG,,/dx° where dAG,/dx° is the slope of the AGy, curve
at the composition x°. By further inserting the expression for A from Eq. (16.87) into
Eq. (16.86) we obtain
x

GX(x*)+ (P —x )(;f — G Py =(xP - )dﬁx—fm.
The left-hand side represents the driving force for further formation of 3 from the
o reservoir. Equation (16.88) requires that it is equal to the right-hand side, which
represents the rate of increase of the elastic energy. Figure 16.9 demonstrates this relation.
That diagram is based on G%(x*) and GP (xP) having the same shape and the frame of
reference was chosen to make the common tangent horizontal. Both phases will thus have
the same G, value when x* and x P yield the same slope, which is required by Eq. (16.88).

(16.88)
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Figure 16.10 Binary phase diagram with coherent phase boundaries. The point where two
coherent phase boundaries and the 7, —line meet is a Williams point. The boundaries of the
coherent & + {3 two-phase field fall inside the ordinary & + {3 two-phase field. The lines
representing compositions of a new phase forming at a coherent phase boundary or the last
portion of the initial phase to disappear fall within the respective one-phase field.

In that case the tangent to the A G, curve must also have the same slope. For any phase
fraction f® one knows the point on the AG,, curve. The slope of the three parallel
tangents is thus known and one can easily find x*, x B and x°. When the G, curves have
different shapes, the parallel tangent construction may still be used as an approximation.

For an analytical calculation one must give the exact shapes and for simplicity we shall
assume parabolic shapes, which is always good enough in a small range of composition
except for close to a pure component. Equation (16.81) will thus become

G = focK(x(xoc _ x(XO)Z + fﬁKﬁ(xﬁ _ x60)2 + f(xfﬁ W, (1689)

where x*° and xP° are the equilibrium compositions of the two phases and G, is given
relative to the state of equilibrium and the common tangent is used as a line of reference.
It was thus drawn horizontally in Fig. 16.9. Equations (16.86) and (16.87) yield

2K*(x* — x%0) = 2K P(xP — xP0) (16.90)
Ko™ — x*)? 4+ (xP — x*) - 2KP(xP — xPo) — KP(xP — xPoy?
=1 -=2/"w. (16.91)

Equations (16.82), (16.90) and (16.91) can be used for calculating x#, x° and /P for a
series of x* values at a given set of x*°, xP°, K%, K'P and . These calculations will apply
to the coherent & + 3 equilibrium and intuitively one could expect it to extend between
the compositions where x° = x* and x° = xP, i.e., between /P = 0and f* = 0. This is
indeed so for the symmetric case where K* = K® = K and it is interesting to note that
the boundaries of the coherent o« + 3 phase field fall within the ordinary o + 3 phase
field. The result varies with the ¥ value as illustrated in Fig. 16.10, which would be a
classical 7—x phase diagram if W/K varies linearly with 7.
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The coherent x + 3 two-phase field coincides with the ordinary o« + {3 fieldif W = 0
because there are no stresses although the phases are coherent with each other. They fit
together perfectly. As W/K is increased, the coherent & + 3 two-phase field will shrink
and the two phase boundaries will finally meet in a point. A coherent « + 3 mixture
cannot be stable above that point. The dashed line starting from that point is the well-
known equal Gibbs energy curve (7,) where, in principle, « and 3 could transform into
each other without diffusion. Usually, such a transformation is difficult to study because
the system could easily start to transform by diffusion. It may now be concluded that
diffusional formation of coherent particles can be prevented if the coherency effect is
strong enough. The point where the 7, line meets the two coherent phase boundaries is
called Williams point after the person who first predicted such points [33]. The Williams
point may be an important feature of coherent phase diagrams. The physical factor
behind the Williams point is easy to understand. If the coherency effect is increased by
magnifying the AGp, curve in Fig. 16.9 until it finally intersects the point where the two
Gibbs energy curves cross. A coherent « 4+ 3 mixture can be stable only when part of
the AGy, curve falls below both Gibbs energy curves.

It should be emphasized that the lever rule cannot be applied to the two boundaries of a
coherent o« 4 3 phase field because they do not represent the compositions of coexisting
phases. It is evident from Fig. 16.9 that the coexisting phases must be represented by
the two end-points of the parabolic A Gy, curve because the elastic energy is evaluated
from them. Due to the parallel tangent construction x® must fall inside the ordinary {3
phase field if x* falls inside the ordinary o + 3 phase field. The compositions of minute
amounts of coherent o or {3 are represented by lines extending into the respective one-
phase field in Fig. 16.10. The lever rule can be applied to the tie-lines between the two
kinds of coherent boundaries. This is better demonstrated in Fig. 16.11 showing what
should happen if one could gradually increase the average alloy content of the system.
Starting from the lower left corner the system is in the & one-phase field and x* = x°. At
x° = 0.4 the ordinary solubility limit is reached and 3 should start to form if there were
no coherency effect. See the horizontal line at x* = 0.4 which is marked with 0. If there
is an effect of the strength 100 W/K = 1.2 then coherent precipitation of (3 could not
start until x° = 0.43. A minute amount of 3 with composition x? = 0.63 could form.
As the average alloy content is rising further, the amount of 3 will grow and the alloy
content of both phases will decrease gradually. The composition of the o phase will cross
the ordinary phase boundary, x* = 0.4, when the 3 phase takes over the role of majority
phase above x° = 0.5 and most of the elastic energy will then be stored in the « phase.

If the coherency effect has the strength 100/ /K = 4, the o one-phase state will
remain until the Williams point is reached at x° = 0.5. On passing that point & will be
fully transformed into {3 by a sharp transformation. However, it will occur gradually in
time because the first portion of B is stable only with the composition x? = 0.7 and
the transformation will thus be rate controlled by diffusion. The alloy content of 3 can
decrease only as the & matrix decreases its alloy content.

The result will be different for an asymmetric system, K* # KP. Figure 16.12 is part
of a diagram like Fig. 16.11 but calculated for K* = 2K P. The result is shown only for
100 W = 3K®*. As the average composition x° is increased, minute amounts of 3 could
start forming at x° = 0.465. Due to precipitation of the solute-rich (3 phase, the solute
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Figure 16.11 The change in composition of two coherent phases as the average composition is
varied. The effect of different strengths of the coherency effect is examined.
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Figure 16.12 Part of a diagram like Fig. 16.11 but for an asymmetric system. According to this
equilibrium diagram, the disappearance of the o« phase should here be discontinuous and occur
along the dashed line. In reality it may be more probable that it will happen at the point where

the o« + 3 curve turns back.

content of & will decrease as in Fig. 16.11. However, due to the asymmetry of the system,
the coherent & 4+ (3 mixture will soon be less stable than pure (3. Thermodynamically one
could expect a discontinuous change into pure {3 as indicated by the vertical dashed line.
The phase boundary in a coherent phase diagram should thus fall on the composition of
that line. Kinetically, one should expect the process to be impossible because it is difficult
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to imagine a continuous path between the two states without involving intermediate states
of higher energy. In practice, the system should rather follow the curve for coherent
« + 3, which is getting steeper and finally even turns back. At higher alloy contents
there is no stable « 4+ 3 mixture and it has been proposed that the discontinuous change
into pure 3 will occur spontaneously at the turning point of the & + 3 curve. Fig. 16.12
could as well be used to illustrate the process when one starts from pure 3 at the upper
right corner.

It has been emphasized that the present discussion of coherent phase equilibria is
based on a very simple model. Complications of large practical importance could be that
the mechanical properties are anisotropic and different in the two phases and the elastic
energy could depend on the composition difference. However, the existence of Williams
points and discontinuous changes of the phase fractions are probably typical of coherent
phase diagrams.

As another simple case one could assume that the elastic energy only depends on the
difference in composition as described by Eq. (16.78) and not on a structural difference.
However, then it would be logical to allow the interface to lower the elastic energy by
spreading out into a diffuse transition zone between the two phases. That is actually how
the theory of spinodal decomposition is constructed. As mentioned in Section 15.4 it
also results in the prediction that the coherent miscibility gap is more limited than the
ordinary one and the coherent spinodal thus falls inside the ordinary one.

Exercise 16.10

Sketch a diagram like Fig. 16.9 but showing the situation exactly when the coherent
phase boundary is reached.

Hint

The compositions x* and x° should then coincide.

Solution

Accepting the parallel tangent construction, the two tangents should coincide.
Figure 16.13 illustrates the only possibility for that.

Solute drag

In Section 16.9 we discussed the segregation of solute atoms to a stationary grain bound-
ary. If the boundary starts moving, there would be a tendency of the segregated atoms to
stay inside the boundary. They would thus have to diffuse with the migrating boundary
and that process would dissipate Gibbs energy and consume some of the driving force for
the grain boundary migration. The rate of migration would be lower than in a pure mate-
rial. An alternative approach would be to consider the force that makes the segregated
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Figure 16.13 Solution to Exercise 16.10.

atoms diffuse with the boundary. It could be concluded that those atoms exert an opposite
mechanical force on the grain boundary, a force that should be subtracted from the force
driving the boundary migration. That approach gave rise to the term ‘solute drag’ for
this phenomenon.

The driving force for grain boundary migration in so-called grain growth, by which
the average grain size increases, derives from the surface energy of the curved grain
boundary. It will thus be denoted P and for a spherical boundary we have P° = 20/r.
In a pure material this driving force will be balanced by friction connected to the grain
boundary migration and also in an alloy, where the solute drag will be added.

p° = pfic 4 psd. (16.92)

In the thermodynamic approach to a 3 — o phase transformation one first evaluates
the chemical driving force acting over the interface under steady state conditions, which
means that the new phase grows with a constant composition, inherited from the initial
composition of the parent phase, x?. When the interface is passing by, material of that
composition will move to lower chemical potentials and the net effect on the interface
will be

pchem _ lep(uﬁ/mt . M(_X/mt)’ (16.93)

1 1

where ,u? /M and uf‘/ "t are the chemical potentials of component 7 in the two phases on

the sides of the interface. Together with the effect of surface energy of a curved interface,
the chemical driving force will pay for the dissipation of Gibbs energy caused by friction
and by diffusion of the segregated atoms. The balance of Gibbs energy will yield

pchem + POV, = pfiic Vi + AGYfE (16.94)

Two of the pressures in Eq. (16.92) appear here but multiplied by V%, in order to express
the change of Gibbs energy per mole of material passed by the migrating interface.
Comparison of Eqs (16.91) and (16.93) shows that the two approaches would yield the
same result if

Dchem — AGdiff _ PS-d- Vg (1695)

There is no reason why both models should not apply to migration of grain boundaries
as well as phase interfaces. When modelling A G4 and P54 one should thus make sure
that Eq. (16.95) is satisfied.
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When evaluating the dissipation by diffusion inside the interface we should integrate
over the width of the interface, say from z = 0 to §. At each position, the segregated
amount of component i is defined as x; — x? and the driving force on them will be
—du; /dz under isobarothermal conditions. The flux relative to the migrating interface
will be x; — x? per mole of material the interface is passing through. Equation (5.94)
will thus yield

du;
dz. 16.96
- (16.96)

8
AGdiff: —fZ(xi —xlo)
0

When evaluating the solute drag we shall also integrate over the width of the interface
but we shall now consider the forces acting on all the atoms. The force on the atoms is
the same as before and the opposite force on the interface will have the same magnitude
but opposite direction. The solute drag will thus be

8
sd. __ i
psd = V_mfzxf 4= (16.97)
0

Inserting Eqs (16.96) and (16.97) into (16.95) we find

8
hy diff .d.
pehem — A G4 _ ps Vm:/in"ledz
0

)
= xf f dpi = P (™ — ) = pehem, (16.98)
0

We may conclude that the two approaches are indeed equivalent. It may be argued that
the force on the interface should only include the part of u; which originates from how
the structure varies through the interface because that is what attracts atoms to remain
inside the interface. One should thus exclude from u; all parts that originate from the
variation of the composition. However, for those parts the Gibbs—Duhem relation yields
> x;du; = 0. The only contribution to the summation in Eq. (16.97) comes from factors
that depend on position and not composition. It is thus permitted and indeed convenient to
evaluate the solute drag by interpreting du; /dz as the derivative of the energy of atoms
with respect to position without counting interactions from other atoms. In practice,
one must first calculate how the composition varies through the interface taking all
contributions to u; into account. It will not be very important how the solute drag is then
evaluated.

It may be informative to represent the equations with molar Gibbs energy dia-
grams. For the mechanical approach that is done by simply dividing G, with V;,,. See
Fig. 16.14(a), where the arrow representing P° points upwards because it is the force
driving the process. The Gibbs energy for the parent grain has been lifted a distance
P? Vi, because it is under the influence of the surface energy as compared to the new
grain. The corresponding diagram for the thermodynamic approach is more complicated
(see Fig. 16.14(b)). The curves for the two grains are the same as before and their distance
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Figure 16.14 Illustration of the effect of diffusion inside a migrating grain boundary. (a) This is
based on the solute drag approach and considers mechanical forces. (b) This is based on
dissipation of Gibbs energy. It illustrates that a negative chemical driving force, D®"™, is acting
on the boundary. As the boundary migrates, the material of composition x5 moves down the
vertical line, starting from the interior of the parent grain. It first moves through the spike and
then crosses the boundary.

is given by P? V. The dissipation by friction is also directly related to the correspond-
ing force, AGT¢ = Pfcy, but the solute drag in Fig. 16.14(a) now corresponds to two
dissipations. According to Eq. (16.95), P54V}, should correspond to AG%T — pchem
where D™ is a driving force, not a dissipation. However, for grain growth there is
no chemical driving force for the process because the new grain has the same structure
as the parent grain and inherits its initial composition (see Fig. 16.14(b)). On the other
hand, if the solute atoms are attracted to the grain boundary during its migration, then
there must be a deficit of solute atoms just in front of the boundary, a negative spike.
Diffusion in that spike will dissipate Gibbs energy, A G**¢. The chemical potentials on
the forward side of the boundary, u? /i in Eq. (16.93), will have to be evaluated from
the local composition of the parent grain, i.e., from the bottom of the negative spike.
That will result in a negative driving force, D"™ It can be shown that under steady
state conditions it will be equal to the dissipation in the spike. The driving force for the
migration, which is given by the left-hand side of Eq. (16.94), is thus lower than P° V7,
because D™ is negative. We could write

pchem + POV, = DT — A Gfliic + AGET (16.99)

The two diagrams give equivalent results but the thermodynamic one gives a more
complete picture of the process. The mechanical diagram neglects the existence of the
negative spike.

Figure 16.15(a) and (b) illustrate the two approaches applied to a f — o phase trans-
formation. Again the thermodynamic diagram gives the more complete picture. As for
grain growth in Figs 16.14(a) and (b), the new diagrams are constructed for a partitionless
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Figure 16.15 Illustration of the effect of diffusion inside a migrating phase interface. (a) This is
based on the solute drag approach and considers mechanical forces. It illustrates that the
so-called solute drag can act as a driving force because P¥¢ points upwards here but downwards
in Fig. 16.14(a). (b) This is based on dissipation of Gibbs energy and shows that the chemical
driving force is here positive, pointing upwards. For grain growth in Fig. 16.14(b) it was
negative, pointing downwards.

reaction, i.e., the new phase inherits the initial composition of the parent phase. Again
there is dissipation in a spike but now there is a positive chemical driving force for the
whole reaction, D©®? > 0, and it is more than sufficient to balance the dissipation in the
spike. There will thus be a positive chemical driving force on the interface, represented
by the arrow for D™™ pointing upwards in Fig. 16.15(b), in contrast to grain growth
where it was pointing downwards in Fig. 16.14(b). Now it is thus possible for the inter-
face to migrate against the action of a negative curvature. The growing « phase may
thus bow out into the parent 3 phase. To illustrate this possibility, the arrow representing
P° V1, is pointing downwards in Fig. 16.15(b).

When applying Eq. (16.99) to grain growth we found that D"*™ was negative and
the effective driving force was thus less than P° V. For a phase transformation P° V,
may be positive or negative depending on how the interface is curved. In any case, the
effective driving force must be equal to AG™¢ + AGY but how it is divided between
the two depends on the detailed model of the interface, which will not be discussed here.

When applying Eq. (16.92) to a partitionless phase transformation we could rearrange
the terms to make them all positive,

— psd = pfic _ po, (16.100)

This is illustrated in Fig. 16.15(a) and it is particularly interesting that the definition of
the solute drag through Eq. (16.97) can make it negative. It has then become a driving
force instead of a drag. Of course, the tendency of segregated atoms to stay inside the
migrating interface will still act against the migration but how that is accomplished can
only be explained by the thermodynamic diagram in Fig. 16.15(b).
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The fact that the solute drag can turn negative and become a driving force for the
migration suggests a new possibility of providing a driving force for DIGM, which is a
kind of grain growth. DIGM was discussed in Section 16.10 and it was there explained
that it may be driven by coherency stresses.

For low rates of migration, the segregated solute atoms can diffuse with the interface
under a low dissipation of Gibbs energy. At very high rates of migration they may
not be able to keep pace with the interface and the amount of segregated atoms will
decrease and approach zero. After having reached a maximum at some intermediate
rate, the dissipation will thus decrease and almost vanish if the remaining resistance to
migration, mainly friction at high rates, is not too large. With increasing driving force,
whether by a decreasing initial grain size or an increasing supersaturation, there may be
a discontinuous jump from a region of low rates to a region of high rates on the other
side of the maximum.

All the derivations in this section have concerned interfaces migrating under steady
state conditions. The new grain or phase is thus assumed to inherit the initial composition
of the parent. However, since the interfaces are extremely thin, compared to ordinary
diffusion distances, the equations can also be applied to cases where there is long-range
diffusion in the grains or phases. Only one modification must be made. The composition
of the material passing through the interface may not be given by x?. In Section 17.5
it will be shown that it depends on the long-range diffusion. For such cases one should
substitute x[" from Eq. (17.56) for x} in Eqs (16.93), (16.96) and (16.98).

In summary, it may be concluded that, from a practical point of view, it is just a
matter of personal taste whether to prefer the mechanical, solute drag approach or the
thermodynamic, dissipative approach. On the other hand, from a physical point of view
the latter alternative is preferable. In Section 16.8 it was shown that the mechanical
driving force for grain growth, P° = 20 /r, is not the pressure difference between the
two grains. It cannot be interpreted physically until it is multiplied with a partial molar
volume which is done in the dissipation approach.

Exercise 16.11

Apply Eq. (16.96) to a binary system and simplify the expression. Interpret the result
physically.

Hint

USGXAII—XB

Solution

(xa —xQ)dua + (xg — xg)dup = (xg — xg)d(us — pa). Even though Eq. (16.96) con-
cerns individual diffusion, the net result for the dissipation is the same as for interdiffu-
sion.
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Thermal activation

Arrhenius noticed that the velocity of many reactions increases with temperature accord-
ing to a simple law

J = K exp(—O/RT). (17.1)

He proposed that the reactant molecules must be thermally activated in order to react
and Q represents the activation energy. According to Boltzmann statistics, the probability
of such an activation is proportional to exp(—Q/RT). Eyring et al. [34] introduced a
frequency factor in order to predict an absolute reaction rate, k7/h, where k is Boltzmann’s
constant and / is Planck’s constant. The kinetic coefficient in Eq. (17.1) may thus contain
T as a factor. We shall accept this but shall trust experimental information for the estimate
of the absolute reaction rate by adding the factor RT to the K coefficient. In general we
shall consider a reaction between two states with the driving force D but with a barrier of
height O in the middle between the two states. The driving force will affect the need of
activation energy and it will be Q — D/2 in the forward direction and Q + D/2 in the
reverse direction. The net rate of reaction will be the difference between two opposite
reactions, each one of which is described with Eq. (17.1). For low driving forces relative
to RT we get

J — KRT [exp—ﬂ — exp _w}
RT RT
— KRT exp(—Q/RT) -2 sinh(D/2RT) = K exp(—Q/RT) - D. (17.2)

K exp(—Q/RT) is a kinetic coefficient and it is common to define it as the mobility M
in a linear kinetic equation,

J=M-D. (17.3)

The first line of Eq. (17.2) shows that without any driving force, the two reactions would
balance and the net flux would be zero. This is an example of the principle of detailed
balance, which is supposed to hold at equilibrium for each mechanism even if there is
more than one mechanism for a given reaction.

It should be emphasized that Eq. (17.2) became a linear kinetic law through the
approximation of sinh(D/2RT) as D/2RT, which is allowed for low driving forces
compared to R7. Without that approximation the model can be applied outside the linear
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range. Since the driving force is expressed as D J/mol, the flux J must have the dimension
mol/s because the product J - D would then have the dimensions J/s, which is correct
for dissipation of Gibbs energy. The mobility, M, would have the dimensions mol?/J s.

Diffusionless migration of a grain boundary. As a first application we shall examine
the migration of a grain boundary in a one-component system, i.e. the interface between
two crystals of the same material but different orientations. Some kind of unit of the
material on one side of the grain boundary may be transferred to the other side by some
deformation and rotation or individual atoms may simply jump across the interface.
Those two mechanisms will be discussed further in Section 17.6. In any case, there
may be an energy barrier, O, and a driving force, D, e.g. caused by the boundary being
curved. We can directly apply Eq. (17.3) with M = M, exp(—Q/RT) but in this case it
may be more convenient to express the driving force in Eq. (17.3) as D/ V;, which has
the dimension J/m?, i.e. N/m?. If the flux J is expressed as the velocity v in m/s, then
the rate of dissipation of Gibbs energy, obtained from the product of flux and driving
force, will have the dimensions J/s m? and the rate of dissipation of Gibbs energy in J/s is
obtained by multiplying with the cross-section of the grain boundary, 2 m?. The mobility
M would then have the dimensions m*/J s.

J=v=M-(D/Vy). (17.4)

For the dissipation of Gibbs energy we get from Eq. (5.133), considering the cross-
section,

— G =To =av(D/Vy) = a(l/M)>. (17.5)

Evidently, these equations can also be applied to the migration of a phase interface in a
pure element and in an alloy if the atoms do not move individually with respect to each
other, i.e. for so-called diffusionless transformations. However, it must be modified if
the new grain or phase has a different composition. See Section 17.5.

Interstitial diffusion. The next application will be diffusion of an interstitial solute
C, which can jump between the interstitial sites in a host lattice. During each jump a
C atom has to squeeze between the neighbouring host atoms and that gives rise to an
energy barrier. The kinetic equation will be very similar to the previous case but this
time the rate of the process must depend on how many C atoms take part in the process.
Presumably, they all take part but per mole of host atoms there is only a fraction yc of C
atoms. Furthermore, according to Section 5.7 the force for diffusion is —V(uc/T). As
T is now constant, we could consider the negative of the chemical potential gradient, —
Ve, as the driving force. However, we now use a detailed model according to which
the atoms exchange positions with vacancies. Their chemical potential should also be
considered and also their fraction. We should thus write the kinetic equation for the
exchange of positions of an interstitial atom with a vacancy as

Jo = —Mcycyva - V(e — va). (17.6)

In this case Jc is a real flux expressed in the lattice-fixed frame and has the dimensions
mol/sm?. If —V(uc — jva) is accepted as the driving force with its dimensions J/mol m,
then the entropy production given by the product would have the dimensions J/s m?,



17.1 Thermal activation 379

which is correct for the dissipation of Gibbs energy per volume. The mobility would
then have the dimensions mol?/J s m.

Substitutional diffusion. Let us consider substitutional diffusion in a binary A-B solu-
tion and as a background to a more realistic case we shall now accept the less probable
mechanism where atoms diffuse by exchanging positions with each other. In that special
case there would be no difference between the lattice- and number-fixed frames. It seems
reasonable that the diffusion of A in exchange of B across a certain plane in the system
is proportional to the probability that an A and a B atom are in the correct positions on
opposite sides of the plane, i.e. proportional to xpxg. We shall now treat the problem of
activation and consider two opposite fluxes. By comparing with Eq. (17.2) it may seem
reasonable to write the net flux as

O—-D)2 0O+ DJ2
J = KRT |:XAX§ exp—T —nglé eXp—T
= KRT exp — XAXp expi — XhXxpexp——— |. (17.7)
RT 2RT 2RT

The two sides are identified by (') and (") and the driving force for the exchange of A
and Bis D = —A(ua — ). It looks as if the effects of the two opposite fluxes cannot
be combined into a sinh function due to the different pre-exponential factors. However,
it should be realized that the chemical potentials depend on the mole fractions of A and
B, which are also present in the pre-exponential factors. In order to avoid counting their
effects twice, one should not let the driving forces include the ideal entropy of mixing,
which is R In(x}x;/x,x5) and R In(x)xp/xxxp), respectively. We shall thus modify
Eq. (17.7),

D + RT In(xxp/x\xg

2RT

D RTln !/ " 1/
- xjxpenp - LA

J = KRT exp ;—? |:xgxg exp

= KRT exp(—Q/RT),/x\xpx\xp - 2sinh(D/2RT)
= —KRT exp(—Q/RT)xaxg - A(ta — UB)- (17.8)

It is more convenient to express the difference A(ua — ) between two neighbouring
sites by the gradient V(ua — up) multiplied with the jump distance. Including the latter
in the mobility we write

J = —MpxaxgV(ua — UB). (17.9)

We have here assumed that the difference in composition is very small. The flux and driv-
ing force again have the dimensions mol/s m? and J/mol m, respectively, and their product
has the dimensions J/s m?, which is correct for dissipation of Gibbs energy per volume.
Mapxaxg is the phenomenological coefficient and has the dimensions mol?/J s m.
Vacancy mechanism for diffusion. Finally, let us consider the more realistic vacancy
mechanism for diffusion in a substitutional solution. The diffusion of an element by
exchanging positions with vacancies or with atoms of a second element will be very
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similar. We can adopt Eq. (17.6) or (17.9) with very slight modifications. The driving force
will now be —A(uua — pva) and the crucial question is what happens to the vacancies.
Contrary to vacancies in the interstitial sublattice and to atoms, vacancies in the host
lattice can be generated or absorbed at crystalline defects, mainly dislocations. The
frame of reference based on the lattice or on the number of atoms will thus make a
difference. We shall only discuss the simplest case and assume that the mechanisms of
regulating the local number of vacancies are so efficient that equilibrium is maintained
everywhere. The possible gradients of vy, may thus be neglected and the driving force
will simply be —Apa. The fraction of vacancies should be retained in Eq. (17.6) but
expressed by the ordinary mole fraction xy, instead of yv,, which was a site fraction
in the interstitial sublattice. In Eq. (17.9) it would replace xg. However, for practical
reasons the equilibrium fraction of vacancies may be incorporated in the M coefficient.
For small composition gradients the flux of element A can thus be approximated by

Jn = —May/xhx - Viea = —Maxa - Viia. (17.10)

This flux is given in the lattice-fixed frame and M, is regarded as the individual mobility
of A. Its activation energy, O, would be the sum of activation for creating vacancies and for
atoms jumping into vacant sites. Max corresponds to the first diagonal coefficient in the
phenomenological equation for a lattice-fixed frame, L a4, and again has the dimensions
mol?/J s m. It is evident that no coupling effects were considered in the present modelling
of diffusion of A and B and it should be emphasized that correlation effects were also
neglected, i.e., the fact that a reverse jump is always more probable directly after a jump
because the atom and the vacancy are in the correct positions for an exchange in the
reverse direction.

Diffusion in number-fixed frame. If the net effect of diffusion by the vacancy mecha-
nism is expressed in the number-fixed frame, the net effect will be the same as if atoms
exchange positions with each other. It should thus be interesting to change the descrip-
tion of individual diffusion by the vacancy mechanism to the number-fixed frame and
compare with predictions based on interdiffusion, i.e. Eq. (17.9).

Equations (5.115) to (5.118) yield the kinetic coefficients after transformation to the
number-fixed frame by inserting the value 1 for all the a parameters. By again neglecting
cross coefficients in the lattice-fixed frame we obtain for the number-fixed frame in a
binary system,

Ly = Lu(l —x1)* + Loxi = (MAXAX]% + MBxBxi)/Vm
= xaxp(xp Ma + xaMp) [ V. (17.11)

L) and Ly, were identified as Maxa and Mpxp using Eq. (17.10). Comparison with
Eq. (17.9) shows that the results may indeed be formally identical and the requirement
is

MAB =XBMA —|—XAMB. (1712)

For a formal description of interdiffusion one may thus use the number-fixed frame
and from experiments one may evaluate the Mg mobility without specifying or even
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knowing the particular diffusion mechanism. If the individual mobilities in the lattice-
fixed frame are known experimentally, then Map can be calculated from Eq. (17.12).

Exercise 17.1

Estimate at what temperature the deviation from the linear law is 100% for solidification
of a pure metal.

Hint

This exercise concerns the approximation of sinh in Eq. (17.2). The entropy of melting
for ordinary metals can be approximated to AS,, = R. The enthalpy of melting can
be estimated from AGn, = AHy, — A(TSn) = AH, — ThyAS, = 0 at the melting
temperature 7j.

Solution

Assuming that AS,, and A H,, are independent of temperature, the driving force for
solidification at T willbe —AG = AHy, — TASyw = RTy— TR = R(Ty — T).

When is 2sinh[(Ty — T)/2T] = 2(Ty — T)/ T? A table gives sinh2.18 = 4.36 . We
find 7 = 0.1975.

Exercise 17.2

Evaluate the Kirkendall velocity in the number-fixed frame from Eq. (5.109) for a binary
system in terms of the individual mobilities.

Hint

The Gibbs—Duhem relation yields xadus 4+ xgduug = 0 under isobarothermal condi-
tions.

Solution
Jg = —Jx — Jg = (Maxa/ V) - diua/dz + (Mpxp/ Vi) - dup/dz
= (Ma/ Vi) - xadpa/dz + (Mg/ Vi) - xgdup/dz = (1/ Vin(Ma — Mp) - xadpa/dz.

17.2 Diffusion coefficients

In lattice-fixed frame. In experiments on diffusion one usually studies how the compo-
sition profiles change with time and from the composition one can in principle evaluate
the chemical potentials of the components and their gradients that drive the diffusion.
However, it is then necessary to know the thermodynamic properties of the system,
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which may not be available. It is thus more practical to regard the composition gradient
as the driving force for diffusion. In a binary system there will be only one independent
composition variable and only one such driving force, say dxa/dz, which is equal to
—dxg/dz. By not neglecting the cross terms in the basic phenomenological equations in
the lattice-fixed frame, we find by using the Gibbs—Duhem relation

Ja = LaaXa + LapXs = —LaaVua — LagVus = —(Laa — Laxa/xs) Viua

d,lLA dXA DA dxA
= —(Lir — L = 17.13
(Laa ABXA/XB) den 2 e ( )

This defines Dy, the individual or intrinsic diffusion coefficient of component A. The
molar volume, V7, was introduced in the equation in order to give D, the dimensions
m?/s, the same as in an equation based on the gradient of the concentration instead of
mole fraction. There is no cross coefficient in Eq. (17.13) in spite of the fact that there
are two diffusion coefficients, one each for A and B, the reason being that there is only
one driving force. Neglecting the cross coefficient L g we can identify L aa with Maxa
in Eq. (17.10) and express the diffusion coefficient as

D d d
—AZMAXA MA:M MA

, 17.14
Vv dxp Adlnx, (7.14)

where dua/dInx, is called thermodynamic factor. For dilute and ideal solutions it is
equal to RT, yielding

Da = MAVnRT. (17.15)

It should be noticed that mobility has the dimensions mol®/J s m but it is more common
to include V;, in the mobility, which would then have the dimensions mol m?/Js.

Many diffusion experiments are made with radioactive isotopes. They may be used
as a method of following the diffusion of an element, usually at a very low content and
Eq. (17.15) then applies. It is more common to study how the radioactive atoms mix with
stable atoms of the same element that are distributed homogeneously in the system. That
phenomenon is regarded as self-diffusion and can also be described with Eq. (17.15)
because the mixture of isotopes of the same element is extremely close to ideal. This
is called a tracer diffusion experiment and the diffusion coefficient is usually denoted
by Dj.

Of course, the thermodynamic factor cannot be evaluated without information about
the thermodynamic properties and, if one likes to use such information in the analysis of
experimental data, it makes no difference in practice if one uses the diffusion coefficient
or the mobility. It should be emphasized that most diffusion studies only concern inter-
diffusion that will be discussed next. They are not sufficient for evaluating individual
diffusivities like Dax.

In number- or volume-fixed frame. Considering the fact that there will be one inde-
pendent force less than the number of components due to the Gibbs—Duhem relation, it
may be interesting to define diffusion coefficients in the number- or volume-fixed frame
where the number of independent diffusional fluxes is also one less. In order to have two
independent diffusional fluxes in those frames we shall consider a ternary system with
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two independent composition variables, x5 and xg with xc = 1 — x4 — xp. The driving
force is given by Eq. (5.121) and for a ternary case we obtain

Jy = LaaVX) + LigV Xy = =L V(na — (as/ac)c) — LgV(us — (as/ac)itc)

_[,+ dua —(@a/ac)uc) |, d(us — (as/ac)ic)
[LAA dxa L dxa i| dz

L
dXB + de

B |:LZA d(ma — (aa/ac)ic) . d(up — (aB/aC)MC)} =3 (17.16)

The L}; coefficients are those given by Eq. (5.115) and the asterisk is used to indicate
a new set of processes. It should not be mistaken for the asterisk often used for tracer
diffusion. We would like to write Eq. (17.16) as

Ji=_——AaTA ZABTR (17.17)

and similarly for J§. Daa is regarded as the chemical, mutual or interdiffusion coefficient.
The value of Dpp is given by the second expression in brackets in Eq. (17.16). A similar
expression is obtained for the cross coefficient Dga but they are not equal. This is another
demonstration that Onsager’s reciprocal relation applies only to a set of conjugate pairs
of flux and force.

For a system with » components we obtain

n—1 n—1
L A pr — (ak/an)un)dgz (17.18)

j=1 k=1

n—1
ZL* o — (ak/an)luvn) (17.19)

dx;

It should be noticed that individual diffusion coefficients, D, etc., always refer to the
lattice-fixed frame and interdiffusion coefficients, Dy, etc., always refer to the volume-
or number-fixed frame. Furthermore, in order to avoid confusion one could give the
dependent component as a superscript, e.g. DS, . For clarity it could also be given in the
subscript for the flux, e.g. Jo_c because it gives the interdiffusion between A and C.

Exercise 17.3

For a binary A-B system, derive a relation between the interdiffusion coefficient in a
number-fixed frame, D, and the individual diffusion coefficients, D and Dg.

Hint

In the number-fixed frame all ¢; = 1. Use the Gibbs—Duhem relation to relate dug and
d(a — puB) to dua.
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Solution

xpdup = —xadua; d(ua — u) = (1 +xa/x8)dua = (1/xp)dua. Equations (17.16)
and (17.17) yield for a binary system Dpp = Vin L3 ,d(pta — uB)/dxa = (VLA /XB)
dua/dxa. Insert L7, from Eq. (17.8) as L} 5, take D from Eq. (17.14) and a similar
expression for Dg: Dap = (xpMa + xaMp) - xadpa/dxa = xgMaxadua/dxa +
xaMpxpdug/dxg = xgDa + xADg.

Exercise 17.4

Express the result for the Kirkendall velocity in a binary system, given in Exercise 17.2,
in terms of the individual diffusion coefficients.

Solution

JE¢ = (Ma/ Vin)xadpa/dz + (Mg/ Vin)xgdug/dz = (1/ Vin)Dadxa/dz + (1/ Vi)
Dgdxg/dz = (1/ Vin)(Da — Dg)dxa/dz.

Stationary states for transport processes

A state of stationary flow through a system can be established if the system is subjected
to different but constant conditions at different parts of its contact with the surroundings.
We shall consider the simple case of a cylindrical system of length / where heat and some
substance or substances can enter and leave the system through the two flat ends. We
shall also assume that other substances cannot leave the system but can diffuse inside it.
The phenomenological equations for them must give zero flux in the stationary state and
for the other substances the fluxes must become constant but non-zero due to constant
actions from the outside. For the case of one substance of each kind we get,

Ji = (L1 AX 4+ LinAXy)/ = Cy (17.20)
S =(LyAX| + L22AX2)/Z =0. (17.21)

The two AX are the potential differences between the ends. A X is controlled from
the outside and is assumed to be kept constant. A X, varies with time but approaches a
certain value when the stationary state is being established and the J, flux stops. A X; is
given by Eq. (17.21).

AX, = —AX Ly /Lyp. (17.22)
Combination with Eq. (17.20) yields
Ji=(Lu/D = LipLar/LiLn)AX, (17.23)

Since L, = L,y and L, and L,; must be positive, we find that the internal process,
that is not directly affected by the external conditions, will decrease the flux of the other
process if there is a coupling between them.
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Prigogine [7] has proposed that in the stationary state of flow the diffusing substances
will distribute themselves in such a way that the flow produces least entropy. This prin-
ciple of minimum entropy production should apply to all transport processes, e.g. heat
conduction and diffusion and can be demonstrated as follows.

Consider the transport of several substances through a cylindrical system of length /.
For each substance there is a phenomenological equation

Ji= Y LyVX;. (17.24)
k

The total entropy production will be obtained by multiplying with the force and integra-
tion over the length of the system,

o =/ZJjVdez :/ZZL_jkVXjVXde. (17.25)
j ik

The integration is carried out between the two sides of the system. According to Euler’s
equation, which is based on variation analysis, we can evaluate the distributions of all
the X; potentials through the system for which ¢ has an extremum. The integrand will
be denoted by / and it contains the variables X;, which are functions of z. However, in
our case they enter into the integrand only as their derivatives with respect to z. For that
case the Euler equation is simply

d [/ dI
az = 0. 17.26
dz (dVXj> (17.26)
From Eq. (17.25) we find if all the L;; coefficients are constant,
dI
avy, = VAt Xk: (Ljk + Lij)V Xk (17.27)
d d[ d2 dek
dz (dVX) 2L~ L+ Z(ij + L) =0. (17.28)

There is such an equation for each process and the solution to that system of equations
is

a2 X,

=0 (17.29)
dx;

= =K (17.30)

where K; is a constant for each process and it can be found by integrating over the whole
length of the system. Since K; is constant we obtain

dX; AX;

dz 1
It is evident that this result is identical to the stationary state of flow through the system.
Prigogine thus concluded that the stationary state is a state of extremum in the entropy
production and, in fact, a minimum because the entropy production can never be negative.
It should thus be possible to find the stationary state distribution of the potentials in the
system by minimizing the entropy production if one has an analytical expression for the

K,':

(17.31)
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dissipation of Gibbs energy, which is equal to 7o. However, it should be noted that the
derivation was based on the assumption that all ;; are constant.

It should be emphasized that Prigogine’s extremum principle has no similarity with
Onsager’s, which was discussed in Section 5.9, except for the fact that they both involve
a search for an extremum. Onsager’s principle can be used to find how a system in a given
state will change, Prigogine’s principle concerns a final stationary state where there will
be no more changes. It is less interesting that they also differ by Onsager’s principle
dealing with a maximum and Prigogine’s with a minimum. The purpose of the principles
is not to give information on the entropy production itself but to predict the behaviour
of the system.

It has often been emphasized that Prigogine’s principle is limited to cases where
the phenomenological coefficients are constant. This condition is rarely fulfilled but it
has been proposed that his principle could nevertheless be applied if the difference in
potential over the system is small enough. This will now be tested with a simple case,
that of interstitial diffusion.

For a dilute interstitial solution one may disregard the variations in yv, and vy, and

simplify Eq. (17.6),
Jc = —McycViuc, (17.32)

where Mcyc is the phenomenological coefficient and it may vary linearly with compo-
sition. However, it is common to introduce the composition gradient using the dilute
solution approximation,

d,bLC . RlenaC B RT dac ~ RT dyc

Vie = == — = 17.33
He="4 dz ac Az e dz (17:33)
We thus obtain
d
Je = _DC%, (17.34)

where the diffusion coefficient is equal to R7 M and may be treated as constant.
However, the rate of entropy production is based on the basic phenomenological equation,
Eq. (17.32) with its variable coefficient. We obtain for the dissipation

RT\? [dyc\? DRT (dyc\>
To = /Mcyc(VMc)de Zchyc (—) <£> dz =/ <£) dz,
ye dz yc dz

(17.35)
where D = McRT. The integral will be transformed in order to apply Euler’s equation
d 2
o= /4DR (—f) dz = /4DR (V/rc) dz (17.36)
df 8DRV (17.37)
o = Ve :
d(V./yc)
d d/ 4> /yc
() —gprIYC (17.38)
dz \d(V/yc) dz?
d./ A/
dzyc — K= lyc. (17.39)
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From Eq. (17.36) we now obtain

2
o™ = 4DR f K?dz = 4DRK?*l =(4DR/I) (\/;C — \/;C> . (17.40)

Since it has been proposed that the minimum principle can be applied if the difference
across the system is small enough, we shall start by representing the difference with

e=/yc/yc—1 (17.41)
 ADRy. [ 2 4DRy,
omin — lyc ( yé y/ — 1) = fycgz. (1742)

The stationary state solution yields from Egs. (17.33) and (17.34)

RT d A U
Tos — —/JCV,quz: —JC/ SLIC _p 2 R ZE (17.43)
yc dz ) Yec

RDcv! i 2RDcy)
ot = (y—c - 1) 2In(1 +6) = (1 + e — (e — £2/2 4 £2/3)

/ Ve l
2RDcy,
_ %yc(zsz +¢4/6) (17.44)
(c™" — 55 /0% = —£2/12 (17.45)

The error in the entropy production will indeed be small if ¢ is small. However, to
keep ¢ small is a very severe restriction for diffusion. The error may be very large if a
low content is used at one end of the system.

As already stated, the minimum in entropy production itselfis seldom of much interest.
It should be more interesting to examine how well the principle of minimum entropy
production can predict the stationary state of the system. Equation (17.34) shows that
yc should vary linearly through the system if Dc = RT M is constant but Eq. (17.39)
shows that the principle predicts that ,/yc should vary linearly. Furthermore, when
evaluating the flux one must use the gradient of y¢ and the principle would give different
results from the two ends of the system. If one could accept an average one could just
as well have made an estimate without studying the stationary state but using the two
constant boundary conditions directly. It thus seems difficult to use this simple example
for justifying the principle when the thermodynamic coefficients are not constant. On
the other hand, it may not be sufficient ground for ruling out the principle in more
complicated cases. Anyway, there is no justification for using it in cases that do not
concern stationary states, i.e., without constant boundary conditions.

Exercise 17.5

Carry out the variation analysis for heat conduction, accepting that the phenomenological
coefficient can be given as A T2.
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Hint
Remember that the force for heat conductionisd(1/7)/dz. IntroducedIn 7 = (1/T)dT.

Solution

o = [L((1/T)/dz}dz = [AT?(1/T*)AT/dz2dz = [(dInT/dz)2dz;
df _ 4T e 2 _ . e .

Wnre = P PENT/ER = 0 dinT/d = K = T/ T/

o™ = A(dInT/dz)?> -1 = (A/])-(InT»/T})* and the heat flux would then be Jo =
—AdT/dz = —ATdInT/dz = —(\T/1)In(T»/ T7).

Local volume change

In the following sections we shall examine what happens at the interface during a dif-
fusional phase transformation. The material leaving one phase at the interface must be
received by the other phase. The flux of component j transferred across the interface,
J}r, can thus be given in two ways:

xj‘."v"‘/ﬁ 8 vaﬁ/“
X _ tr
J§ —TS_JJ. = J; — (17.46)

where v*/® and vP/* are the velocities of the lattices of the two phases relative to the
interface. They will generally be different because the phases may move relative to each
other. All v and J are defined as positive in the same direction, the direction from « to
(3. It should be emphasized that this equation is quite different from Eq. (5.110). Both
are material balances but in Eq. (5.110) v is the velocity of Kirkendall markers (or of
any plane in the lattice) relative to the volume-fixed frame. J; in Eq. (5.110) was given in
the lattice-fixed frame and so are J ;rand J }3 in Eq. (17.46) but it should be emphasized
that they are given relative to the lattice of each phase.

The difference between the two velocities will have little practical consequences in a
planar case where the phases are free to move and maintain a stress free contact with each
other at the interface. The situation is quite different in a two- or three-dimensional system
where a maintained contact will cause stresses, which in turn will deform the material
and thus create the required local change of volume. Several deformation mechanisms
may be involved and result in very complex situations. They will not be further discussed
here but an early treatment of the growth of spherical particles may be mentioned where
elastic and plastic deformation was considered, including pressure-induced diffusion as
a possible creep mechanism [35]. Here we shall only examine how the processes of
ordinary diffusion will give rise to a requirement of local volume changes. Summation
of Eq. (17.46) over all the components yields

LA LY LA W ¥ A (17.47)
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By inserting this in Eq. (17.46) we find

JE—JP = xtu /B Jya — BBl ph = (xx = D)o B 3B (2f - 2

(17.48)
vy =[5 = JF —xP(zur = 2UP)] (- 5P (17.49)
P = [ = I = w3207 = 2P/ (a7 = 5D) (17.50)

Av = v — Pfl* = o ylB e BBl fpB

=[(rx = VEYIF = I)) = (Vax] = VEx) (27 = 2]/ (x5 = xF).

(17.51)
For a binary system the result will be

Av = [(Vixg = VExg) (IR = JR) = (VxR = Vi) (8 — J8)]/ (x5 = x8)-
(17.52)

Av has the dimensions of a velocity (m/s) and should here be interpreted as the require-
ment of volume (m?/s) per area of the interface (m?) in order to provide room for the
concentration of material to the interface.

Exercise 17.6

Pure C as graphite may precipitate on small spherical inclusions in a solution of C in
bee—Fe. Consider the thickening of the layer of graphite. You may approximate the mole
fractions of C in graphite and of Fe in bee as 1.

Hint

Graphite will grow by a supersaturation of C in bee diffusing to the growing particle.
Diffusion in graphite and of Fe in bcc may be neglected.

Solution

Equation (17.52) yields Av=[(VE*®" . 1-0)(0 - J2<) - (0—0)(0—1)]/
(1-0) =—Jxerg™ "t Which is positive because the flux of C towards the particle,
identified as «, is counted as negative. All the volume of the graphite has to come from
deformation of the bcc matrix. When the graphite layer is still very thin, it is almost as
a one-dimensional case and growth is easy. When it is much larger than the inclusion,
then the graphite is situated in a spherical hole in the bcc matrix that must have been
created by severe deformation of the matrix. A corresponding amount of material must
have moved far away from the hole either by plastic deformation or elastic compression.
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Composition of material crossing an interface

In order to evaluate the driving force for the migration of an interface through a material,
it is necessary to know the composition of the material crossing the interface as a result
of the migration. It can be evaluated from Eq. (17.46) as follows. Insert Eq. (17.49) in
the first part of Eq. (17.46),

J]t.r = J](x — X](XU(X/ﬁ/Vn?

= [(qu - x]f_i).];x - xJ('x(JJ('X - JJB) + x}"xf (E‘]l‘a - EJ/'B)]/(X.? - xjﬁ)

= [x(JF = 2P 2Py — 2P (= 25202/ (63 = xF)

B B yocx B
= (xj 7" =X I7) [ (xF = x5) (17.53)
We have here introduced the fluxes in the number-fixed frame from Eq. (5.111) with
a; = 15

Ji=J;—x;2 (17.54)
By instead inserting Eq. (17.49) in Eq. (17.46) after first summing over all the compo-
nents, we obtain,

S =sJr —vP Yy

= [(xjo‘ —xjﬁ)Zij - (Jf‘ — J]ﬁ) +x][-3(2Ji°‘ — EJ/B)]/(X;X —x][.s)

=[(J] = x7BIF) = (I =y BI)] /(x5 = x7)

= (7" = I (x5 = x]). (17.55)

The mole fraction of component j in the transferred material is thus obtained as
r__ gtr ro__ (B B o B *
X =Jf B = (T =T [ = T). (17.56)

Alternatively, we should express the result in terms of the fluxes in the lattice-fixed frame,
J;. For each phase in a binary system we should then insert a relation obtained from
Eq. (17.54),

J; :Jj _ijJi ZXBJA—XAJB. (1757)
It is interesting to note that it was here possible to simplify the expressions by introducing
the fluxes in the number-fixed frame, not those in the volume-fixed frame (unless all
Vi = V) although Eq. (17.46) was formulated to account for changes in volume. The
reason is that we have considered the flow of material across an interface with only one
composition for each phase being involved.
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Exercise 17.7

Examine the composition of the material crossing the liquid(ec)/solid(3) interface in the
following two cases of melting. (1) The dissolution of a solid stoichiometric phase into
an undersaturated liquid. (2) The formation of a liquid from a solid, supersaturated with
respect to the liquid phase, i.e. superheated.

Solution

In case (1) there is no diffusion in the solid phase. Equation (17.56) yields x}" =
1 7ligx ligey 1
=X (=) = X0 ) )
In case (2) there is no diffusion in the liquid phase, x}r =X jqu;"l* / J;Ol* =X j'q.
Comment: These results are self-evident. Equation (17.56) is mainly useful for inter-
mediate cases with diffusion in both phases.

Mechanisms of interface migration

We shall now examine the role of various mechanisms of migration of a phase interface
in an @« — [3 transformation under isothermal conditions. Fluxes in the direction « to
[3 will be regarded as positive. The deviation from equilibrium at the interface, which
provides the driving force for the interface migration, i.e., Au; over the interface, will
be defined as [L? foe _ ,u:.x/ P and o will be the A rich phase. The basic idea is that the
flux of i atoms leaving one phase must enter the other one and is related to the fluxes
in the two phases. In that respect it is independent of the mechanism of transfer across
the interface. On the other hand, the fluxes across the interface must keep pace with the
fluxes in the phases, which can only be accomplished by an effect on A ;. That will also
have an effect on the fluxes in the two phases. There is thus strong coupling between the
fluxes. In order to understand this complex situation we have to consider the role of the
mechanisms of material transfer across the interface. In doing so, we shall first assume
that there are no cross terms in the phenomenological equations.

In principle, there are two limiting cases, individual diffusion of atoms and a coop-
erative mechanism, which may be regarded as diffusionless. In reality there may be
intermediate cases but we shall instead discuss a combination of the two if occurring
simultaneously. It should be noted that the net effect of the two mechanisms of transfer
must give the correct composition of the transferred material according to Eq. (17.56).

Let us start by considering individual diffusion of atoms across the interface. We can
apply Eq. (17.10) but not use the approximation of almost same composition, which
would be a natural approximation for diffusion inside a phase. For a phase interface
it would apply only to diffusionless transformations. Furthermore, we shall apply the
discontinuity in the chemical potentials, Au;. Including the thickness of the interface in
its mobility, we write Eq. (17.10) as

Jp = M xS PPl (—ap). (17.58)
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Figure 17.1 Molar Gibbs energy diagram for precipitation of § from o assuming that x§ is the
composition of the material transferred across the interface. The dissipation by diffusion of each
component, counted per mole of precipitated 3, is obtained by multiplying its driving force with
the ratio of the fluxes, which must be equal to the mole fractions f; = J;/%J; = x}. The sum
of the dissipations is equal to the total driving force, D.

For a binary system this diffusion-controlled process can be illustrated with a molar
Gibbs energy diagram. Figure 17.1 shows how « of composition xg/ B precipitates 3 of
composition xg/ * and the driving forces for diffusion of A and B, Dy = —Aus and
Dg = —Apug, are given on the two sides of the diagram. The net composition of the
material transferred across the interface, xjj, depends on diffusion inside the phases as
given by Eq. (17.56). The fluxes per mole of transferred material are thus x}{ and x; and
the dissipation for each flux is obtained by multiplying with its driving force, x{"D;. The
total driving force per mole, evaluated for the actual fractions of A and B, is

D = x3\ Dp + x3 Dg. (17.59)

It is evident that individual diffusion across an interface cannot describe a transfer of
atoms across an interface against their own driving force, a phenomenon that has been
observed and is called trapping. One way to describe that phenomenon would be to intro-
duce a cooperative mechanism by which atoms of different components are transformed
as a group. A negative driving force for some component could then be compensated by
a strong driving force for another component.

As an introduction to the cooperative mechanism it is instructive again to consider
the effects of individual diffusion but now expressed through a new set of processes
obtained after transforming the primary set of processes. One of the new processes
should be the transfer of atoms in the correct amount to equal the total transfer of
atoms, J; = JY + J§. One may regard this process as diffusionless and the diffusion,
necessary for giving the correct composition to the transferred material, is achieved by
the other process, interdiffusion by the exchange of A and B atoms across the interface.
Its driving force could be defined as D} = Dg — Dy = —Apug + A or one could use
the opposite sign.
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This particular way of introducing two new processes was discussed by Eqgs (5.35) to
(5.40), which contained an arbitrary parameter «;;. Those equations were described for
thermodynamic forces and can be applied to driving forces under isothermal conditions.
From the definitions of forces and fluxes we now have —3;;, =1 =3 ,and oy =1 =
x and Eqs (5.38)to (5.40) yield B,, = —ajand ;o = 1 4 o1 = 3,;. We may choose
to represent —; with a composition x. Comparison with Eqs (5.16) and (5.26), which
define the o« and 3 coefficients, gives

Jl* = (XUJX + (XlzJ];r = —XEJK + (1 — XE)Jg (1760)
D3 = By Da + By Dp = (1 — x3)Da + x5 Dp = Zx; D;. (17.61)

For the dissipation by the interdiffusion process we thus get by using the definition of x{}
in Eq. (17.56)

Ji D} = (= x3Jx +x3J) (Ds — Da) = (= xgxx + x3x5) (A + J5) (Ds — Da).

(17.62)
Per mole of transferred atoms, J3 + J§ = 1, this reduces to
Ji D} = (x§ — x33) (Dg — Da). (17.63)
The dissipation by the diffusionless process will be
J;D; = (JN + J§) (xxDa + x3,Dp). (17.64)
Per mole of transferred atoms we thus get
Jy D5 = xxDa + x;Dg. (17.65)

This is illustrated in Fig. 17.2 where the composition of the diffusionless process, xj,
has been chosen arbitrarily. With that choice Dj is the driving force for the diffusionless
process and it is also its dissipation per mole of transferred material. The dissipation by
the interdiffusion process is the fraction f; of its driving force D} where f; = xj — x};.
AsinFig. 17.1 the dissipations of the two processes will together balance the total driving
force, D, but in a different way. It should again be emphasized that we are free to choose
any convenient value of x; because o is an arbitrary parameter.

We may now examine the cooperative mechanism. It should be recognized that on
a microscale the transfer of atoms across the interface goes in both directions and the
net result is given by the difference. The problem is that it should seem natural to
expect from a cooperative mechanism that each phase should transfer material of its own
composition to the other phase. However, the consequence for a stationary interface with
no net transfer of atoms would be a net transfer of A atoms in one direction and B atoms
in the other. That would not be an acceptable model. It seems necessary to accept that
the two opposite fluxes carry material of the same composition. It will be denoted by
x, x> and it will soon be discussed by what physical factors it may be determined. The
driving force for the cooperative mechanism should be given by the same expression as
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Figure 17.2 The same reaction as in Fig. 17.1 but described with a different set of processes,
based on the number-fixed frame. f; = xj§ — x5.

for the diffusionless process introduced by transforming the set of individual diffusion
processes, Eq. (17.61). The flux would thus be

JO = (MP V)Y xioD;. (17.66)

The cooperative mechanism cannot be the only one unless the two phases have the same
composition. In general, it will thus be necessary also to consider interdiffusion. However,
it is difficult to imagine a true interdiffusion mechanism by direct exchange of A and
B atoms, especially over an interface. It seems more natural to consider interdiffusion
occurring by individual diffusion of atoms and those fluxes would hardly be of the
same magnitude. It seems that one should combine the cooperative mechanism with
individual diffusion mechanisms for A and B. For a binary system that would make three
independent mechanisms. That situation is illustrated in Fig. 17.3 and it is demonstrated
how the three dissipations add up and balance the total driving force.

In contrast to the diffusionless mechanism in Fig. 17.2, the dissipation by the coop-
erative mechanism will now be less than its driving force because only a fraction of the
atoms are transferred by that mechanism,

fco — JCO/(JCO + ZJ,) (17.67)

The overall process now has a mixed character and f“° represents the importance of
the cooperative mechanism. It is evident that /“° =1 can only be achieved when xg’
coincides with xj.

One may replace the new set of two individual diffusion processes by interdiffusion
and diffusionless transformation as demonstrated in Fig. 17.2. The two mechanisms
would coincide in the diagram by choosing xj for the new diffusionless mechanism,
which is an arbitrary parameter, as xg°. It would then look much like Fig. 17.2 and,
formally, one could represent the interface migration as if there were only two processes
but the flux equation for the combined diffusionless and cooperative process would be
more complicated than Eq. (17.66).
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Figure 17.3 Precipitation of 3 from « by three processes, individual diffusion of A and B and a
cooperative mechanism. The dissipations per mole of transferred atoms are obtained from each
driving force multiplied by the fraction of its flux, f; = J; /(J* + XJ;).

An alternative way of reducing the net effect of the three processes to an effect of
two may be preferable. One would then divide the cooperative flux on the individual
components obtaining J7° = x3°J;. For the total flux of component j one would then
obtain

J;otal _ ']j + x;OJCO — x;’(/ﬁxjﬁ/(xMj(_A'uj) +x50(Moc:[5/ Vm) lego(_AMi)
(17.68)

Then one could determine the composition of the cooperative mechanism by inserting
Eq. (17.68) into Eq. (17.56), whose right-hand side is given by the fluxes inside the o
and 3 phases.

We can now see from Eq. (17.68) that by adding the cooperative mechanism to the
individual diffusion of the components we have actually entered cross terms into the
individual phenomenological equations. It may thus seem that one could have obtained
the same effect by taking cross terms into account directly without modelling any mech-
anism. However, there is a major difference. Through the presence of xjc.o and x;°
Eq. (17.68), which are related to the fluxes inside the phases through Eq. (17.56), it
is possible to make the cross coefficients change automatically as the growth conditions
vary during a process. Furthermore, through Eq. (17.68) the cross coefficients of various
components are related and the summation in Eq. (17.68) also contains a term for the
component under consideration, i.e. fori = j, and it will also change with the growth con-
ditions. Finally, it will also be easy to introduce a non-linear kinetic law for the cooperative
part of the phase transformation by making the mobility M*? depend on the velocity.

Exercise 17.8

Prove that the introduction of the processes defined by Eqs (17.60) to (17.63) actually
kept the rate of entropy production invariant.
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Hint

One can add (Jn —Xp ). Jk) (D, — D,) which is equal to zero.
k

Solution
Y=Y (J,- —x i#) (D, = D)+ Y5 Y D
i=1 k i=1 k

= Zn: |:J[Di —JiD, — x;D; Zn:Jk +x;D, 2”: Jki| + Xn:Jk Xn:xiDi
] k=1 k=1 k=1 i=1

Balance of forces and dissipation

We shall now examine how the driving forces and dissipations of Gibbs energy are
balanced in a simple case of diffusional phase transformation. The equation for diffusion
by the vacancy mechanism will be applied. A limited mobility of the interfaces will also
be considered. Svoboda et al. [36] has emphasized that this is a case where it may be an
advantage to apply Onsager’s extremum principle from Section 5.9 because one cannot
make any a priori assumption about the conditions at the migrating interfaces if there
is friction in them and those conditions are usually required as boundary conditions for
solving the diffusion equations inside the phases. We shall follow that procedure.

We shall consider a binary case where all phases have almost constant compositions
and a {3 phase is being formed from an initial interface between an A-rich o« phase and
a B-rich y phase. In o and y there will be no diffusion. The system is shaped as a rod
with a constant cross-section of @ and with the «:y interface perpendicular to the length
coordinate. Because the (3 phase has an almost constant composition, the fluxes of A or
B can at each moment be approximated as constant through the whole length of 3.

First we must find the rate of change of Gibbs energy of the whole system. Gibbs
energy per area a of the rod is

Gla=XI?G? Ve, (17.69)

where /¢ is the length of the respective phase. The velocities of the interfaces are obtained
from the time derivatives of /¥ and the rate of change of Gibbs energy will be

/B B/ B/y v/ B
g =GR = GBI 4 GRE - — G (17.70)
a Vm Vm Vm Vm Vm
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Figure 17.4 Molar Gibbs energy diagram for a system with three phases. A will diffuse from the
o/ 3 interface to the 3/ interface and B in the other direction. 3 will grow into both o and vy.

By inserting the velocities from Eqs (17.49) and (17.50) we can evaluate two driving
forces for diffusion through the B phase, dG/0.J2 and 0G/0.J%.

106G —G%fE +GBxg  GBxY — GYxh
— 5 — mxB + BmxB + mx% mxB ) (1771)
aogJy, Xp—Xp xA—xX

Figure 17.4 illustrates that this result can be expressed as Ay = /,Li/ v MX/ ﬁ, where

the chemical potentials are evaluated for full equilibrium between the phases across the
interface, as if there were no losses in the interface. The diagram shows that A, is
negative and we have thus a positive driving force for diffusion of A in the direction
from o to y. On the other hand, Aup will be positive and the driving force for B would
thus drive B in the opposite direction.

The rate of dissipation of Gibbs energy for a process is given by Eq. (5.133) if the
cross coefficients can be neglected,

¢ = X;Ji = (1/Ly;)J7. (17.72)

We shall first apply this to the two individual diffusion processes. As explained below
Eq. (17.6), for diffusion this is the dissipation per volume of the phase. We can easily
integrate over the whole length of the (3 phase because the fluxes can be treated as
constant, as already explained. The volume of the  phase is a - /P and the diffusion
equation, Eq. (17.10), yields for diffusion of A,

¢a = alPJ2 [Lan = alPJ2 | MJxY,. (17.73)

We shall soon need the derivative with respect to the diffusion fluxes, e.g.,

139 = 216—JA. (17.74)

aygd  MExP
The present problem would have been trivial if the two diffusion processes were the
only ones to consider. However, we shall also consider friction of the migrating interface
caused by a cooperative mechanism. For that process one would perhaps like to apply
Eq. (17.4) but there is a problem because, according to Section 17.5, there are two
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different velocities depending on what lattice is used as reference. The difference is
caused by the two elements having different diffusivities in the (3 phase. The velocity
relative to the lattice of the (3 phase is affected by the difference resulting in a net
transportation of vacancies to or from the interface. However, there is no diffusion in
the « phase and the velocity relative to that lattice is caused only by the atoms crossing
the interface. We shall thus use v*/® from Eq. (17.49). Furthermore, there is a factor
Vm on the right-hand side of Eq. (17.4) which may also be different for the two phases.
However, it was eliminated in Eq. (17.5) although the choice of V;, in Eq. (17.4) has
affected the value of the mobility M. The rate of dissipation of Gibbs energy due to the
friction in the interface is thus obtained as
2 2
B — g (V%) <Uoc/rs> |

Mo\ Ty
(17.75)

Toup = dosp = av™P (~AGwm [ V) = a7

Comparison with Eq. (17.73) shows that the thickness of the interface has been included
in the mobility. Using Eq. (17.49) we can evaluate the derivatives with respect to the
fluxes,

Lagap 273 v/ —xf
a9 MUPVR g - xf

(17.76)

We get similar equations for the 3/ interface. The complete dissipation function will
be

O = Ppa + P8 + dosp + Dp/y- (17.77)
We can evaluate 0®/9J f and 0®/ 8J§ and Onsager’s extremum principle, Eq. (5.141),
yields two kinetic equations,
G 109
0P 2008

1

(17.78)

where i is either A or B. In principle we can thus solve for J, f and Jlf . We can insert
the right-hand side of Eq. (17.71), which is equal to Aua according to Fig. 17.4, and of
Eq. (17.74). By first omitting the effects of the friction in the interfaces we find

LN 1B Jg
Myx, Mg xy
Mﬁxf5 MﬁxB
JA = ?ﬁ A(—Apa); Jp=— ?ﬁ B Aus. (17.80)

These are well-known equations obtainable by classical methods. However, the result
will be more complicated by including the effects from the interfaces given by Eq. (17.76).
O U T S U IV
Mﬁxﬁ M>/B xl‘g‘—xﬁ LA xﬁ—x}{.

BB 0 |« B 2 b
M V /B VY)Y ,Y/B
Jy = a¥a (—AMA+( ) vy 0BV x ) (17.82)

M/B & xg‘—xﬁ MBHYpd xﬁ—xz

N (17.81)
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In the present case where 3 grows into both & and y, v*/P is negative and v"/P is
positive. Equation (17.82) demonstrates that for weak effects of friction they may both
be regarded as negative corrections to the driving force, —Aua, caused by deviations
from local equilibrium at the interfaces. For stronger effects it may be more natural to
regard them as dissipations of Gibbs energy as in Eq. (17.81). There may be a numerical
problem because the contributions from the interfaces contain the velocities and they are
functions of the fluxes. However, with computerized methods there should be no great
problem.

With this example we have demonstrated that even in a case with several processes
that dissipate Gibbs energy it may be possible to formulate the kinetic equations directly.
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Methods of modelling

General principles

By ‘modelling’ we shall understand the selection of some assumptions from which it is
possible to calculate the properties of a system. Sometimes it is possible to obtain a close
mathematical expression giving a property as a function of interesting variables. In this
chapter and the following ones we shall mainly concern ourselves with such models.
However, in many cases the model cannot be expressed in a closed mathematical form
but results can also be obtained by numerical calculations using some iterative method.
When the iteration in some way resembles the behaviour of a real physical system one
talks about ‘simulation’. Such methods are becoming increasingly more powerful thanks
to access to more and more powerful computers.

The purpose of modelling is two-fold. From a scientific point of view one likes to
learn how nature functions. One way of gaining knowledge is to define some hypothesis
resulting in a model and test it by comparing the predictions from the model with
experimental information. Then, it does not matter much if the predictions are made
by an analytical calculation or by some numerical method. From a more technological
point of view one likes to predict the properties of a particular system in order to put it to
efficient use in some practical construction or operation. Then it is often most convenient
to have a model which yields an analytical expression.

In the simplest case, modelling is just the selection of a mathematical form which has
proved useful, whether it is based on some physical model or not. However, experience
shows that a model is usually more powerful if it is based upon physically sound princi-
ples. With such a model one can hope to make predictions outside the tested range with
some confidence.

The first question to discuss is what thermodynamic function to model. That question
will be addressed in the next section.

Exercise 18.1

Figure 18.1 shows a P, V' diagram for a pure substance at a high temperature where only
gas and liquid exist. Above the critical point ¢ there is no sharp difference between the
two phases. It is thus tempting to try to apply a single mathematical model for both phases
but it would then give values also for one-phase states inside the two-phase field, i.e.,
below the thick line. Such states would be metastable or unstable. The thermodynamic
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Figure 18.1 Sece Exercise 18.1.

properties of unstable states may be questioned but it seems reasonable at least to obey
basic thermodynamic principles when constructing the model.

The thin line represents an isotherm. Show that the model must be constructed in such
a way that the two areas 4; and A4, are equal. Actually, this is a way of identifying the
equilibrium points, L; and gas;, on the curve from a model that extends over the whole
range (sometimes called Maxwell’s construction).

Hint

Evaluate the change in Gibbs energy along the dashed line. It is an isothermal change and
thus dG = V'dP — SAT = VdP. Then remember that the Gibbs energy of L; and gas;
must be equal because they represent two states of the same substance in equilibrium
with each other at given values of P and 7.

Solution

G(gas,) — G(Ly) = [ VdP = 4, — A,. But G(gas,) = G(L,). Thus, 4; = 4,. This
result demonstrates that satisfactory modelling is more than just choosing a mathematical
expression.

Choice of characteristic state function

From a practical point of view we are most interested in models giving the Gibbs energy
which has temperature and pressure as its natural variables. They are usually the most
convenient experimental variables. On the other hand, the physical model itself may
make a different choice more natural. An example is the effect of thermal vibrations of
the atoms. The frequencies depend upon the forces between atoms which in turn, depend
upon the atomic distances. In that case it is most straightforward to consider the effect
under a constant volume in spite of the fact that the vibrations themselves tend to expand
the system. It is thus natural to consider the Helmholtz energy. The formation of thermal
vacancies is a very different case. There the physical picture is that an atom is removed
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from the interior of a crystal and placed on the surface. The volume is thus increased by
one lattice site. If the atomic distances are to be kept constant, it is now necessary to let
the volume increase. It will thus be more straightforward to consider this process under
a constant pressure and to work with the Gibbs energy. It may be emphasized that one
should choose to model the internal energy only for a case where it is natural to consider
entropy and volume as constant and that may be very rare. On the other hand, there may
be cases where the internal energy and the volume are kept constant and one could then
model the entropy.

A different question is how to model the simultaneous effects of two different phe-
nomena. It is true that the law of additivity applies to all the extensive state functions as
far as contributions from different parts of the system are concerned. However, it must be
remembered that the internal energy, volume or entropy of the whole system is then the
sum of the values for the parts, whereas the variables 7'and P are often the same in all the
parts and in the whole system. If there are curved interfaces between different parts then
the parts may be under different pressures and it must be remembered that the variable
P in the Gibbs energy for the whole system refers to the externally applied pressure. It
may then be more straightforward to consider the Helmholtz energy but, even so, one
must take into account the effect of the actual pressure inside each part because it affects
the molar volume.

The situation is quite different if each one of two phenomena applies to the whole
system. Each phenomenon may contribute to the total pressure which may be regarded
as the sum of two partial pressures but only if the two phenomena do not interact with
each other. On the other hand, the two phenomena in this case refer to the same volume.

In the present chapter the discussion of modelling will simply be limited to the use of
Gibbs energy.

Exercise 18.2

What would be the most natural quantity to use in a model of evaporation of a solid?

Hint

Consider which state variables should be kept constant in order to leave the bulk of the
solid unaffected by the process of evaporation.

Solution

It is not convenient to require that the volume should stay constant because then one
must compress the solid to make room for the vapour. The bulk will be unaffected if the
pressure is kept constant. One should thus model the Gibbs energy.

Reference states

As an introduction to our discussion of the modelling of the Gibbs energy it is instructive
to examine some real cases. The Gibbs energy is always given relative to some reference.
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Figure 18.2 The Gibbs energy of various forms of iron, given relative to the fcc form at the same
temperature and a pressure of 1 bar.

As an example, if one inquires about the Gibbs energy for the various forms of pure solid
iron one may find information on all the other forms relative to the fcc form. Figure 18.2
shows how these Gibbs energy differences vary with temperature at 1 bar. It is a striking
feature that such curves are often rather straight but in some regions the curvature is
strong.

Since the negative slope of these curves is identical to the entropy difference between
the two phases, we may conclude that the entropy difference is often rather constant.
In regions of strong curvature there is a strong variation of the entropy difference and
this should in turn be due to some special physical effect. The strong curvature in
°Ghee — oGl above 1000 K is due to the magnetic transition in bee—Fe with a Curie
temperature at 1043 K. It is evident that in order to model this curve one must include
a description of the magnetic contribution to the Gibbs energy. Furthermore, all the
curves start out parallel to the T axis at absolute zero in accordance with the third law
which states that all ordered forms of a substance should approach the same entropy
at absolute zero. On heating from absolute zero, a difference in entropy between the
various forms develops at fairly low temperatures resulting in strong curvatures. This is
due to differences in the vibration frequencies, a factor which evidently must be taken
into account in modelling these curves at low temperatures. These two physical factors
(magnetic and vibrational) will be discussed in some detail in Chapter 19. Except for
such specific physical phenomena the Gibbs energy difference is often described with
fairly simple mathematical expressions. The use of a power series in 7 will be described
in the next section.

Before discussing the use of a power series it is useful to examine a different way of
choosing the reference for the Gibbs energy. When representing the Gibbs energy for
a substance as a function of 7, one can use as reference the same substance at some
constant 7' and P. As an example, Fig. 18.3 shows the Gibbs energy of graphite as a
function of T at 1 bar, and three different curves are presented because three different
references have been used.

It is evident that changing the choice of reference does not always displace the curve
vertically; the slope may also be affected. This is due to the fact that Gibbs energy may
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Figure 18.3 The Gibbs energy of graphite, given relative to various references. The pressure is
1 bar.

be regarded as composed of an enthalpy part and an entropy part and neither of these
quantities has a natural zero point. In reality, one must define references for both. This
can be done by choosing graphite of some temperature, e.g. 0 or 298.15 K. The quantities
plotted with these choices are

A°Ge =°Ge(T) — °He(0) + T °Sc(0) (18.1)
A°G{ =°Ge(T) — *He(298) + T °Sc(298). (18.2)

where 298.15 K has been abbreviated as 298. The slope of the curves is obtained as

dA°Gl/dT = —°Sc(T) + °Sc(0) (18.3)
dA°G(/AT = —°Sc(T) + °Sc(298). (18.4)

These are both satisfactory results.
It is also possible to define the references for H and S using different states. A rather
popular choice is the following

A°Ge = °Ge(T) — ° Ho(298) + T°Sc(0). (18.5)

It is usually combined with the convention to set °Sc(0) to zero. The last term is thus
omitted. Furthermore, ® H-(298) is often chosen as the value for the element in its most
stable form at 298 K and 1 bar, a quantity which is sometimes denoted by H5ER for stable
element reference. This is why the third curve in Fig. 18.3 is identified as °G¢ — HS™R.
When no reference entropy is given, it means that one has in fact chosen °S;(0) and set
this quantity to zero. In any case, it is not necessary to decide on the choice of reference
until one wants to put in numerical values. In the present text we shall use the notation
HREF and it mainly serves the purpose of reminding us that for each element one should
normally decide on a particular choice and then stick to it. However, it is only after one
has started to put in numbers that one must not change the reference.
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Before leaving the discussion of reference states we should mention one more alter-
native. One sometimes uses G(298) as reference for G(7). However, G(298) is just a
number and could be interpreted as a reference for enthalpy chosen in such a way that
A°Gc = 0 at 298 K when °Sc(0) = 0 is the reference for entropy. This alternative may
lead to misunderstandings.

For compounds we shall use the weighted average of HREF for the components,

HREFE = 30, HREF (18.6)

and thus plot a quantity A Gy, which is defined as G, — HREF. The v; parameters are the
stoichiometric coefficients for the substance, i.e. the number of moles of each component
i in one mole of the substance.

Exercise 18.3

Show how one can calculate the change of Gibbs energy on heating a substance from
273 to 373 K under a constant pressure of 1 bar. Assume Cp has a constant value.

Hint

Start by evaluating the changes in A and S separately.

Solution

H"—H' = [CpdT =100Cp; S"—S = [(Cp/T)dT = CpIn(373.15/273.15) =
0312Cp; G"—G'=H"—-373.158"—H'+273.158' =H"—H' —373.15(8" - §') —
100S" = 100Cp — 373.15-0.312Cp — 1008’ = —16.4Cp — 100S".

We thus find that it is necessary to have a numerical value of S at some temperature.
It is not sufficient to be able to calculate the changes in H and S. The change in G also
depends upon the choice of reference for S.

Representation of Gibbs energy of formation

The molar Gibbs energy of formation of a stoichiometric compound 6 from the pure
elements at any temperature and pressure is obtained by combining expressions for the
compound and the component elements, respectively, if they are available,

A2GY =°G? — Zv,°Gx. (18.7)

1

This quantity is usually regarded as the standard Gibbs energy of formation of © and was
illustrated in Fig. 7.3. The pressure is chosen as 1 bar but any one temperature can be
chosen. Often one evaluates this quantity at the actual temperature of interest. °G® for
the compound can be given for any type of formula unit. v; denotes the stoichiometric
coefficients of the compound according to the formula unit chosen and °G* usually
represents Gy, for pure element i in the stable state at 1 bar and the temperature chosen.
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The quantity HREF which refers to a particular temperature and pressure does not enter
into the equation and one could thus describe experimental information on A2G? without
involving HREF. However, in order to evaluate °G® from a tabulated value of A2G® we
must introduce HRFF through the following modification of Eq. (18.7) by the use of
Eq. (18.6),

°GY — HRF = AGY + Dv; (°GX — HRFF). (18.8)

The temperature dependence of °G* — HXF may be known for all the components
through mathematical expressions, e.g. power series in 7, and stored in that way in a
data bank. For the 8 compound one may thus store A?G? and the set of v; values,
or one may store an expression for the temperature dependence of the whole right-
hand side of the equation, i.e. of °G% — HREF. A drawback with the first method is
that one must also store information on the particular state o« for each element that
A2G? refers to. Furthermore, A?GY will contain all the peculiarities of the states of the
component elements and may thus require a complicated mathematical representation.
The second method may thus be more convenient. It may be argued that for many
compounds the properties are only known in a narrow range of temperatures and could
thus be adequately represented by A?G?n using a few parameters. On the other hand,
the representation of °G® — HREF provides a better means of extrapolation because it
only involves the temperature dependence of the compound itself. It thus seems that
this second method should be recommended for general use although the first method
may occasionally be used, especially if the experimental information is meagre. One
may then use the Neumann—Kopp rule stating that the heat capacity of a substance can
be estimated as an average of the values of the components. This leads to the simple
expression

AG® = 4+ BT. (18.9)
f~m

In the field of oxides it is common to talk about the Gibbs energy of formation of a
complex oxide from its component oxides and apply the same type of expression

i i componentoxide
Acf) Grcr(l)mplexomde _0 G;:rclymplexomde -y V; o Gi p ) (1 8. 10)

What has here been said about compounds also applies to various states of a pure element.
Using a different notation for this case we can write the equation as,

°GP — HR®F = AOGP/* 4 0G* — HRPF, (18.11)

1

The quantity A?G? /% is the Gibbs energy of formation of 3 from « and is often called
lattice stability because it represents the stability of the element in a kind of lattice
compared to a reference. In view of the discussion above it is recommended that OG? -
HFEF be stored rather than A2G"® = °GP(T) —° GX(T).

Solution phases differ from stoichiometric phases by having variable composition
instead of the constant stoichiometric coefficients v;. As a consequence, it is not practical
to store the properties of solution phases as G, — HREF. It is more convenient first to
compare with the reference states chosen for the components at the same 7" and P.
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Usually one chooses the pure components in the same structure as the solution, the
so-called end-members, and the quantity thus defined for the solution is the Gibbs energy
of mixing

MG (xi) = GX(x;) — =x,°G% (18.12)
Gi(x)) — HF =MGX(x;) + =x; (°GY — HY) . (18.13)

Exercise 18.4

From a database using H5FR as reference, we get the following Gibbs energy values in
J/mole of atoms at 1000 K: For becc—Cr — 36 694, for C as graphite — 12 659, for Cr;C; —
47 633. Calculate the standard Gibbs energy of formation of Cr;C; at 1000 K.

Hint

We must trust that a database is self-consistent and always uses the same references,
whether H SER or another kind. We can thus forget what references this particular database
uses.

Solution

AQGETCs = °GErCs — 0.7THSER — 0.3HEPR — 0.7°GY%¢ 4 0.7HIR — 0.3°GE™M 4
0.3HER = °GLrC — 0.7°Gbe — 0.3°GE™™ = —18150 J/mol.

Use of power series in 7

Before discussing more sophisticated models for various types of substances, it may be
useful to consider the use of a power series in 7'and P. Let us start with terms in 7. Using
an ordinary power series we get

Gm— H¥ = a4+ bT +dT* + - - (18.14)
Cp=—T03Gy/dT* = =2dT + - - -. (18.15)

Comparison with experimental data shows that this expression for Cp is not very sat-
isfactory and the addition of higher-power terms like 73 to G,, does not improve the
situation much. There are strong experimental indications that one should first of all add a
constant term in Cp in order to describe information from well above room temperature.
That can be done by adding a term in 7' In 7 to Gy,:

Gm— HYY =4+ bT +¢TInT +dT? (18.16)
Sn=b—c—cInT —2dT (18.17)
Hy— HY =g — T — dT? (18.18)

Cp=—c—2dT. (18.19)
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It could be suggested that we should have written the new term as ¢7 In(7/ Tp) in order
to make the argument dimensionless. However, it is generally agreed to express 7 and
Ty in kelvin and to include — ¢T In Ty in the 5T term.

We may conclude that in the expression for a quantity, representing a contribution
to the Gibbs energy, one should normally use ¢7 In T as the first term after @ and bT.
This may simply be regarded as a mathematical model for Gibbs energy which has
proved itself useful. It may also be possible to justify the 7In7 term by a physical model
predicting that the leading term in the heat capacity should be a constant under some
conditions.

When higher-power terms are needed it may seem natural to continue with a 72 term,
possibly followed by even higher powers. However, the coefficients are usually fitted to
information from room temperature and up and sometimes one likes to extrapolate to
temperatures above the experimental range. Terms in 72 and 7" may then give difficulties
because they increase rapidly with temperature. For this reason, it is often preferred to use
T2 instead of T2. Of course, 72 will give the same kind of difficulty in extrapolations
below room temperature. However, the power series is already quite inadequate at low
temperatures because of the 7'In7 term. It is thus necessary to use at least two different
mathematical descriptions, one for low temperatures and one for high. The description
for low temperatures will be discussed in Chapter 19. For practical reasons, it would
often be advantageous to choose 298 K as the break point. It must be noticed that special
care must be taken to make Hy,, S;,, and Cp continuous at the break point.

Representation of pressure dependence

Let us now define a mathematical model for the pressure dependence by adding terms
in P to the power series representation of the Gibbs energy of a substance

Gmn— H =04+ bT+cTInT+dT?+...+eP+ fTP+gP*+....

(18.20)

It yields the following expressions for other quantities, if the power series is truncated.
Cp=—c—2dT (18.21)
Vm=e+ fT +2gP (18.22)
Sp=—b—c—cInT —2dT — fP (18.23)
Hy— HY =g —¢T —dT? + eP + gP? (18.24)
Fo— HYY =g 4+ bT +¢TInT +dT? — gP? (18.25)
Un— HYY =g —¢T —dT? — fTP — gP? (18.26)
o= f/Vm= m (18.27)

—2g
kr = =28/ Vn = ST T 4P (18.28)

If we only use Gy, terms up to P2, we can invert Vp(P) to P(Vy) and thus replace
the variable P and express the Helmholtz energy, Fy,, as a function of its natural
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variables:
Fon— HYF =g 4 bT +cTInT +dT? — (e + fT — Vy)*/4g.  (18.29)

On the other hand, we cannot replace 7" by an expression in terms of Sy, if we use terms
higher than 7. In general, it is thus impossible to get a closed mathematical expression
for H,, or Uy, as functions of their natural variables, which are (S, P) and (S, Vi),
respectively.

From Fy, we get

Cy = —T(3*F/dT?)y = —c —2dT + [*T/2g. (18.30)

The term gP? in Gy, causes severe difficulties at high P. From the expression for Vy, it
is evident that g must be negative and V},, will go through zero at some high P, a result
which is non-physical. Like the power series in 7, a power series in P can thus be used
only in a limited range.

As an example of the many alternative models suggested for the representation of
the P dependence up to very high P, the following expression may be mentioned for a
special reason

Gm— HYY =+ bT +¢cTInT +dT? + A[(1 + nPK)' V" — 1]
x exp(agT + 0.5, T%)/K (n — 1). (18.31)

It yields the following expression for the molar volume, which is a form of an equation
named after Murnaghan [37].

VT, P) = A(1 + nPK) " exp(agT + 0.5, T?). (18.32)

It is evident that the parameter 4 is formally equal to the molar volume at zero 7 and P.
Furthermore, it can be shown that K is equal to the isothermal compressibility at zero
pressure and oy + o; 7' can be used to represent the thermal expansivity. This model cor-
rectly predicts that the volume should decrease monotonously with increasing pressure
but the volume is predicted to approach zero at infinitely high P, which is not realistic.
To compensate for this one may add a constant V), to the expression for Vi, (7, P), which
means that one should add a term ¥, P to the G, expression:

Gm— HYY = a4+ bT +cTInT +dT? + VoP +[(1 +nPK)' V" —1]
x exp(agT + 0.5, T%)/K(n — 1). (18.33)

The interesting property of Murnaghan’s expression for V;,,(7, P) is that it can be ana-
lytically solved for P(T, Vi),

P(T, V) ={A"(Vin — Vo) " exp[n(agT + O.Sasz)] —1}/nK. (18.34)
This is thus a rare case where Fi,,(T, V;,) can be derived analytically from G, (7', P),

Fo(T, Vi) = G — PViyy = HS*® 4 ¢ + bT +¢TInT + dT?
A"(Vm _ Vo)l—n
Knn —1)

-exp[n(aoT + 0.5a;T2)]

Vi — V
cexp(aoT + 0.501 T?) + mK 0 (18.35)
n

K —1)
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Many models for the effect of P are formulated as an equation for P as a function of
V. Integration yields an expression for the Helmholtz energy. If the equation can give
the same P value for two different values of V7, then it is, in principle, impossible to
invert the equation to get V,(7, P) and to get the Gibbs energy by integration. There
are substances which can thus be modelled by the use of the Helmholtz energy but not
by using the Gibbs energy which will always give a unique V7, for each P. The critical
phenomenon at the gas—liquid transition is a case which cannot be modelled by the use
of a Gibbs energy expression.

Exercise 18.5

Show that K in Murnaghan’s equation is equal to the isothermal compressibility at
zero P.

Hint

Equation (2.37) gives ki = —(0V /0 P)r/V which is equal to —(0Vy/0P)r/ Vi or
—(0InVy/0P)r.

Solution

InVy=Ind—(1/n)In(1 +nPK)+aoT +0.50:T% k7 =(1/n)-1/(1+nPK)-
nK = K/(1+nPK); «r— K when P — 0. However, this is no longer true if we
add a constant V to V.

Application of physical models

When a particular physical effect can be identified, it could be better described with
some special mathematical expression than with a power series. The power series could
still be retained for the purpose of describing other effects occurring simultaneously. We
may thus divide the molar Gibbs energy into two parts, one due to the special physical
effect, Gh,, and one describing a hypothetical state without that effect, G,

Gm = G2, + G" (18.36)
G — HYF = G — HREF L GP (18.37)

We may apply some special expression for G, and a power series for Gi — HREF and
adjust the values of a, b, ¢, etc., to give a satisfactory representation of the experimental
information on G, — HREF,

In the following chapters we shall examine a large number of different substances or
phases and discuss mathematical models based upon some information on their physical
or structural properties. The superscript ‘p” in Gh, will sometimes be replaced by letters
referring to the particular effect under consideration.
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Ideal gas

In order to demonstrate the principles of modelling, we shall now consider gases. The
simplest model of a gaseous element A is defined by the following expression,

Gm = OGA(T, P()) + RT]H(P/P()) (1838)

This expression is defined for one mole of gas molecules. ° G (T, Py) is the value of G, at
any temperature but at a reference pressure usually chosen as Py = 1 bar = 100 000 Pa.
°Ga(T, 1 bar) is usually expressed as a power series K(7), including the term —R7 In P,
which is equal to —RT In 103 if one uses the SI unit, pascal (Pa).

Gm— HY¥ = K(T)+ RTIn P. (18.39)

It should be remembered that one must express P in the term R7 In P in the same unit
that was used in evaluating K(7).
Using the standard procedures we find that this mathematical model yields

Vin = RT/P (18.40)
Sm=—-K'(T)—RInP (18.41)
Fo— H¥ = K(I'Y4+ RTInP — PV =K(T)— RT + RTInP  (18.42)
Un— HY¥" = K(T) = RT + RTInP + TS, = K(T)— RT
+RTInP—TK'(T)—TRInP =K(T)— RT — TK'(T), (18.43)
where K’ = dK /dT. This is a very useful model because it has been found that many
gases have an internal energy which is a function of 7 but varies very little with P or V'
under constant 7, and they also satisfy the expression for V;, very well. In fact it seems
that all gases approach this model at low enough pressures.
This model is regarded as the model for an ideal gas and PV, = RT is called

the ideal gas law. It is usually written for N moles of gas molecules (not N moles of
atoms),

PV = NRT, (18.44)
We can easily express the Helmholtz energy as a function of its natural variables
Fn— H® = K(T) — RT + RT In(RT/ V). (18.45)

It is sometimes convenient to express K(7) as a power series in 7 and from Section 18.5
we remember that it should include a 7' In 7 term. We may thus write the model for an
ideal gas as

Gm— HYY =g+ bT +cTInT +dT*+eT*>+---+RTInP. (18.46)
and by standard procedures we obtain

Sw=-b—c—cInT —2dT —---— RInP (18.47)
Vi = RT/P (18.48)
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Fo—HYY =g 4+ (b—R)T+c¢TInT+dT*+el*+---+RTInP  (18.49)

Hy— HYY =g — T —dT? —2eT° — - .. (18.50)
Cp=—c—2dT —6eT* — ... (18.51)
Un— HY¥ =4 — (c+ R)T —dT? —2eT? — .. (18.52)
Cy=—-c—R—2dT —6eT*>— ... =Cp — R. (18.53)

Sometimes one defines an ideal classical gas by further requiring that Cy should be
independent of 7, which means that d, e and all higher coefficients must be zero.

For monatomic gases the ‘ideal classical value’ of Cj is 1.5R and for diatomic gases
it is 2.5R. Values found experimentally for diatomic gases confirm that they can often
be approximated as ideal but not as ideal classical.

Exercise 18.6

A thermally insulated container has two compartments of volumes V| and V5. A gas is
contained in V; but V5 is empty. Suddenly, the wall between the two compartments is
removed. Calculate the change in 7 of the gas when it has come to rest in the whole
volume. Assume that the gas is ideal.

Hint

There is no exchange of heat or work with the surroundings.

Solution

The internal energy has not changed because there was no interaction with the surround-
ings. Since the internal energy is only a function of 7'and not of P, we realize that 7 has
not changed.

Real gases

The properties of a real gas can sometimes be approximated by a model obtained by
adding a power series in P to the ideal gas model in Eq. (18.39),

Gm— H' = K(T)4+ RTInP+LP+ MP>+ NP> +-.. (18.54)
where L, M, N etc., may depend on 7. By standard procedures we obtain

Vo= RT/P + L +2MP 4+3NP*... (18.55)
Fp— HY = G, — HRY — Py, = K(T)+ RTInP — RT — M P?
—2NP3—.... (18.56)
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It is evident that the V}, expression cannot be inverted to P(Vy,) and it is thus
impossible to derive an analytical expression for F,(7, V). However, by using only
the LP term from the power series one obtains an expression for V;, which can be
inverted

P=RT/(Vy—L). (18.57)

We could then express Fy, in its natural variables,

Fo— H¥ = K(T)— RT+RTIn (18.58)

Vo — L~

A gas obeying this model is sometimes called a slightly imperfect gas.
It is sometimes convenient to treat real gases by introducing a new quantity f, called

fugacity, through the expression

Gm — HS®® = K/(T)+ RT In f, (18.59)

where K/(T) has been chosen in such a way that f approaches P for low P. Using this
concept one can temporarily treat any gas as if it were ideal and postpone the introduction
of'its real properties until later. Sometimes one introduces the fugacity coefficient, /P,
and it is evident that it approaches the value 1 at low P. However, if this approach is
applied to a gas with molecules, e.g. O,, it should be realized that there may be some
dissociation into atoms O, — 20 which would increase the pressure. This effect would
be more pronounced at low pressures. The concept of fugacity should thus be applied
to each gas species separately but it must then be combined with a calculation of the
equilibrium contents of the species.

So far we have based the modelling of gases on the Gibbs energy, using 7 and
P as the variables. However, it is sometimes more convenient to use 7 and V,, as
the variables and thus to define the model using the Helmholtz energy. One may for
instance define a model with the following expression where K(7) is not the same as
before,

Fo— HN = K(T)+ RT[ —In Vi + By/ Vi + B3 /2Vg +---],  (18.60)
which gives
P=RT[1)Vy+ By VE+ B/ V> + -], (18.61)

where B», B3, etc., are called virial coefficients. There is no exact relation between these
coefficients and those introduced through the G, expression, but in order to compare
them we can write the expressions in the following forms

PV =RT+LP+2MP?>+3NP> +---. (18.62)
PVy=RT +RTBy/ Ve + RTB3/ V2 +---. (18.63)

For small values of the coefficients, we may first approximate 1/V;, by P/RT. By
introducing this in the second term in Eq. (18.63) and dropping the last term we get

PVyw=RT+ RTB,P/RT = RT + B,P. (18.64)
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We can use

1/Vy =1/(RT/P + By) = (P/RT)/(1 + ByP/RT)= P/RT — B,(P/RT)’.
(18.65)
as a better approximation. By introducing this we get

PVm = RT + B,P + (B; — B3)P?/RT, (18.66)

when omitting higher-order terms. Comparing with Eq. (18.62) we may thus approximate
L as By and M as (B3 — BZZ)/2RT.
Another model based on Fi,(7, V},) is the following

Fn— HY = K(T)—a/Vy — RT In(Vy, — b). (18.67)
It gives
P=—a/V2+RT/(Vm —b), (18.68)
which can be rearranged into
(P+a/Vy)(Vm—b) = RT. (18.69)

This expression was proposed by van der Waals. The terms a/ V2 and —b may be
regarded as corrections to the ideal gas law. This expression correctly predicts that there
is a critical point below which a system decomposes into a liquid and a gas. However,
it does not describe real systems with any accuracy. Many improvements of the van der
Waals equation have been suggested but they will not be discussed here.

Exercise 18.7

Derive an expression for the fugacity of a gas obeying the van der Waals equation of
state. Then calculate the fugacity coefficient, f/P.

Hint

Gn — H®Y = F, — HY + PV, =K(T) — a/Va — RTIn(Vy, — b)—
a/ Vg + RT Vi /(Vea — b) should be compared with Gy, — HRF = K/(T)+ RTIn f.
At small P, and thus large V;,, the two expressions should be equal if fis replaced by P.
For large V;, we find that G, — HRFF goes towards K(T) — RTInRT + RT In P +
RT. We should thus identify K(T) with K(T) — RTInRT + RT.

Solution

For any P we can write K(T)— RTInRT + RT + RTIn f = K(T)2a/ Vi, — RT
In(Viy —b) + RTVy/(Vin —b) and get RTIn f = —RT In[(Vy, — b)/RT]+ RTH/
(Vin — D) — 2a/ V.

This yields f = RT/(Vmm — b) - exp[b/(Vn — b) —2a/RT Vy]. By dividing with
P=—a/V:+RT/(Vmw—b) we finally find f/P =[1—a(Vem—b)/RTV2]""-
exp[b/(Vm — b) —2a/RT V]
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Mixtures of gas species

Gases dissolve in each other so readily and with so little interaction that the resulting
phase is regarded as a mixture of the component species (free atoms, molecules and
ions). In principle, it may also be regarded as a solution. We shall first discuss a mixture
of several species, each one of which forms an ideal gas when pure. Let y, be the fraction
of species k and thus ) y; = 1. Let us consider a mixture of one mole of species. Each
gas will fill the complete volume ¥, but in line with the ideal gas concept we shall assume
that there is no interaction between them. We shall thus assume that the ideal gas law
applies to the mixture, PV, = RT, and that the chemical potential of a component &, 1,
has the same value it would have, had it been alone in the same volume V. The pressure
of that component would then be P, = yy RT/V = y; P where P is the pressure of the
mixture

pi = Gm(k) =°Gi(T, Po) + RT In P,
= HXEY 4 Ki(T) + RT In P, = HYF 4 Ki(T) + RT Iny; + RT In P,

(18.70)
and we get for the mixture
Gm = Zyini = Xy Gi(T, P)) + RTXy; In P,
= HYF L 3y, K/ (T)+ RTZy;Iny; + RTIn P (18.71)
Gm— HY = 2y, K, (T)+ RTInP + RTZy; Iny,. (18.72)

The last term may be regarded as the contribution from the mixing of different molecules.
It is proportional to 7'and is thus of pure entropy character. — R ¥y, In y; may be regarded
as the ideal entropy of mixing.

For a mixture of ideal gases it can be imagined that gas k actually has the pressure P,
in the gas mixture and that the total pressure of the mixture is the sum of the pressures
of the individual gases. We have thus used

P, =Sy, P = P. (18.73)

P, is regarded as the partial pressure of gas & in the mixture. It is interesting to note
that the expression for ideal entropy of mixing appears in Eq. (18.72) as a direct result
of the model. For real gases it is no longer possible to define the partial pressure in
a strict sense but it is common to use this concept and the relation P; = y; P even
in such cases. As a first attempt to model Gy, for a mixture of real gases, one could
add the terms for slightly imperfect gases in the form Xy; L; P; which can be written
as X yl.zL,-P The second power of y; indicates that these terms describe the interaction
of molecules with other molecules of the same kind. It would be natural also to add
terms representing interactions between different kinds of molecules, £Xy;y;L;; P.
We thus get

Gm — H™ =32y, K;(T)+ RTIn P+ RTZy; Iny;, + PEXy,y;L;  (18.74)
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Methods of modelling

It is interesting to calculate what pressure, P’, the same amount of gas k would have if
it were alone in the same volume. For pure £ we get

°Gy — HY* = Ki(T)+ RTIn P’ + P'Ly. (18.75)

The molar volume would be R7'/ P’ + Ly and the volume of the actual amount y;, would
be

V = y(RT/P" + Li). (18.76)
However, this is supposed to be equal to the molar volume of the mixture,
Ve(RT/P"+ Lix) = RT/P + XXy, y,L;;. (18.77)
We thus find
1/P'=1/yxP + (£Zyiy;Lij — yilw) /RTyx
=1/Pc+ (SZyiy;Lij — viLx) /RTyx. (18.78)

We have here expressed y, P through the partial pressure and it is evident that it is no
longer equal to the pressure of the same amount of pure 4, unless all the interactions are
zero. The concept of partial pressure is thus less useful for real gas mixtures than for
ideal ones. The concept of fugacity is more useful. For a component & in a mixture it is
defined from

wr — HY¥Y = K(T)+ RT In £, (18.79)

where K,(T) is formulated in such a way that f, approaches y,P for low P. In order to
evaluate the fugacity from a particular model one must first derive an expression for iy
from the model. From Eq. (18.74) we get

e — HYY = Ki(T) + RT In(y P) + P (23 XLy — Zyiy;Lis) (18.80)
and for the fugacity coefficient we obtain
Jil Pe = fi/yeP = exp[PQuELi; — S8y, Lij)/ RT). (18.81)
For an ideal gas mixture we get
Ji!/ P = fi/yP = 1. (18.82)
A similar model based upon the Helmholtz energy is generally written as
P =RT[1/Vn+ (Sy7Bii + SZyiy;Bi;) | Vii]
= RT[1/Vm + (Zy;Bii + £Zy;y;(Bi; — (Bi + B;))/2))/ Vie] (18.83)
and it is often found that B;; — (B;; + B;;)/2 is small.

Exercise 18.8

Examine a slightly imperfect gas with two kinds of molecules, A and B. Is there any rela-
tion between the L coefficients which would make the fugacity coefficients independent
of the composition?



