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T=(Ti+ T„)/2 (2.2)

of AT one finds a maximum of the efficiency of the am-
phiphile in homogenizing water and oil, and a minimum
of the interfacial tension o.,b between phases a and b.
The separation into three phases is the consequence of
the inversion of the distribution of the amphiphile be-
tween the two solvents within a narrow temperature
range. At ambient T, the ternary mixture separates into
two phases only, with the amphiphile being more soluble
in the (lower) aqueous than in the (upper) oil-rich phase
(2). With rising T, however, water becomes a poorer sol-
vent for the amphiphile as one deduces from the fact that
the binary A-C diagram shows an "upper loop" with a
(lower) critical point cp&. The critical line cl& that starts
at cp&, proceeds into the prism until it terminates at T& at
the water-rich side of the "central gap. " At its end point
cep&, the aqueous phase separates into phases a and c.
Oil, on the other hand, becomes a better solvent for the
amphiphile with rising T as one deduces from the fact
that the binary B-C diagram shows a lower miscibility
gap with an (upper) critical point cp . With rising T
phase c therefore moves along an ascending trajectory
around the binodal surface of the central gap to the oil-
rich side, where it merges with phase b at T„at the end
point cep of the critical line cl that enters the phase
prism at cp . For T) T„, the mixture again separates
into two phases only, with the amphiphile now being
more soluble in the oil-rich phase than in the aqueous
phase (2). The separation into three phases is hence not a
particular property of strongly structured mixtures but
can also be found in weakly structured mixtures that
show a similar temperature dependence of the distribu-
tion of a third component between two solvents as, e.g. ,
in A -B-C mixtures with weak short-chain amphiphiles.

The minimum of o.,b near T is a necessary consequence
of this phase behavior. Because phases a and c, as well as
b and c, separate at critical end points, the interfacial ten-
sion o.„must rise from zero at TI, increasing stronger
than linearly with T (Fig. 2), whereas oh, must drop
stronger than linearly with T to vanish at T„. In view of
the stability condi'! on

the reverse temperature dependence of o.„and o.b, must
lead to a minimum of O.,b near T. The minimum of o.,b

is hence not a particular property of strongly structured
mixtures but can also be found in mixtures with weak
amphiphiles that show a three-phase body between a
lower and an upper critical tie line. The difference be-
tween mixtures with weak and strong amphiphiles lies in
the absolute magnitude of o,b(T=T). With weak am-

phiphiles, o.,b is of the order of 1 mJm, whereas with

strong amphiphiles, it may drop below 10 mJ m . We
note parenthetically that the minimum of O.,b evolves

gradually as one proceeds through the two-phase region
from the amphiphile-free A-B mixture towards the a-b
base of the isosceles three-phase triangle (see Fig. l).
Thermodynamics requires for closed systems

p, n, , A

as
s

i3A
(2.4)

TU

T

with A denoting the area of the interface. At that T near
T, at which (Ocr/BT) changes sign, the interfacial excess
entropy s per unit area therefore changes sign too, a
consequence the physical significance of which remains to
be discussed.

Because the separation into three phases arises from
the interplay between the two binary gaps A -C and B-C
with the central gap A-8 both TI and T„and hence, T
are correlated with the temperatures T& and T of the
two critical points cp& and cp, respectively. Conse-

quently, the dependence of T on the carbon number k of
the oil, on the carbon number of the hydrocarbon tail,
and the number j of ethylene oxide groups of the head
group of the amphiphile, as well as on additives, can be
predicted qualitatively by studying their effect on T and

T&, respectively.
(i) Consider first increasing k at fixed i and j (Fig. 3,

0 + ~ab —ac +bc (2.3)

H20 — oil — nonionic amphiphile
k in Bk

in C E,

FIG. 2. Temperature dependence of the three interfacial ten-
sions (schematic).

FIG. 3. Dependence of the mean temperature T on the car-
bon number k of the oil at fixed amphiphile (top) and on the
strength of the hydrophobic tail (i) or that of the hydrophilic
head (j) of the amphiphile at fixed k (bottom, schematic).
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top). Increasing k leaves T& unaffected, but makes T
rise and hence makes T rise (see Fig. 4 in Ref. [9]).

(ii) Consider now changing i or j at fixed k (Fig. 3, bot-
tom). Increasing i at fixed jmakes both T and T& drop
and hence makes T drop. Increasing j at fixed i, on the
other hand, makes both T and T& rise and hence makes
T rise (see Fig. 5 in Ref. [9]).

As a rule, hT widens with rising T, whereas the
efficiency of the amphiphile decreases, that is, the mass
friction y (see Fig. 6), with

y =C/(A +B+C) (2.5)

60 I

y = 50 vol%

50—

T ('C)

( &DE5 E=Qwt'/o

40—

30—

in wt. %, required for homogenizing equal masses of wa-
ter and oil increases with rising T.

(iii) Consider now adding a salt such as NaC1. Lyo-
tropic salts are much more soluble in the aqueous phase
than in the oil-rich phase. Accordingly, it suffices study-
ing their effect on TI3. Because lyotropic ions compete
with the head groups of the amphiphile for "free" water
molecules in building up their hydration shells, they "salt
out" the amphiphile, i.e., make TI3 drop, the effect follow-
ing the order of the "Hofmeister series. " Adding a lyo-
tropic salt is thus equivalent to decreasing the effective
number j of ethylene oxide groups of the head (Fig. 3,
bottom), which makes T drop. This is demonstrated in
Fig. 4, which shows vertical sections through the phase
prisms of (H20+NaC1) —octane —C,oEJ (j=4,5) mix-
tures at equal volumes of water and oil. The salt was
added to H20; it concentration is expressed as

E= [NaC1]/( [NaC1]+ [H20] ) (2.6)

in wt. %. The fish pattern at elevated temperatures is
that of C]OE5 with e=0. As NaC1 is added, T drops, as
indicated by the "tails" of the fish, until at @=12.4
wt. %, the CioE~+NaC1 pattern resembles that of the
CME~ fish pattern at @=0(dashed line).

(iv) Consider now adding alcohols (C„Eo). Their effect
on T depends on their carbon number n. Short-chain al-
cohols (n & 3) are more soluble in the aqueous phase than
in the oil-rich phase. Accordingly, they distribute main-
ly between the aqueous phase and the amphiphile-rich
phase, thereby increasing their mutual solubility. Adding
a short-chain alcohol is thus equivalent to decreasing i,
which makes T rise. Medium- and long-chain alcohols
(n &4), on the other hand, are more soluble in the oil-
rich phase. They distribute mainly between the interfa-
cial layers and the oil-rich phase. Adding a long-chain
alcohol is thus equivalent to decreasing j as well as k,
which makes T drop. At fixed (i,j ) and k, the effect in-
creases with increasing carbon number n of the alcohol.
This is demonstrated in Fig. 5, which shows vertical
sections through the phase tetrahedra of
H20 —octane —CioE~ —C„Eo (n =4, 8) mixtures at 25'C at
equal volumes of water and oil. The fish pattern of the
alcohol-free mixture lies at T=45'C (see Fig. 4). The
amount of alcohol that has to be added to lower it to
25 C as well as the amount of C,oE5 required to prepare a
homogeneous mixture decreases with increasing n.

(v) Consider, finally, adding another polar protic sol-
vent such as formamide or glycerol. Their major effect is
to change the "opposing forces" between the polar sol-
vent and the tail or head group of the amphiphile, respec-
tively. The effect on the tail can be predicted by compar-
ing the solubility of hydrocarbons in the added solvent
with that in water; the effect on the head group can be
predicted by taking the dielectric number e„of the added
solvent as a crude measure for the strength of its hydro-
gen bonds. Higher solubility of hydrocarbons is
equivalent to decreasing i, weaker hydrogen bonding to
decreasing j. The two effects may act either in the same
or in opposite directions. Formamide (e„=109.5), e.g. , is
apparently a strongly hydrogen-bonding solvent. Howev-

20— C1

10—

c, E, (wt%)

I

20 25 0
q)= 50

15 20 25
C,OE5 (Wt'lo)

FICx. 4. Lowering the position of the three-phase body of the
H20 —octane —C&OE5 mixture by adding NaCl, demonstrating
that adding a lyotropic salt is equivalent to decreasing j in C;Ej
[for definition of e see Eq. (2.6)].

FIG. 5. Lowering the position of the three-phase body of the
H20 —octane —C&OE5 mixture by adding an alcohol C„Eo from 45
to 25'C, demonstrating that the efBciency of the alcohol in-
creases with increasing carbon number n.
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and (2.7)

O=s 5T+5o++1,5p, ,

which require that the effect of temperature on the chem-
ical potentials in a ternary mixture at fixed mean compo-
sition can be replaced by adding an appropriate fourth
component at fixed T.

Qualitatively, the dependence on the phase behavior
and of the interfacial tensions on temperature as well as
on additives is thus the same for weakly and strongly
structured mixtures, which raises the question as to the
essential difference between the properties of the two. To
find an answer, we have studied the evolution of the
three-phase body as well as its properties by proceeding
from weak short-chain to strong long-chain amphiphiles,
keeping the oil fixed. In our experiments we used n-
octane (Bs) as oil, and n-alkylpolyglycolethers (C;Ei) as
amphiphiles, proceeding from tertiary butanol (t-C4Eo)
to C4E&, CSE2, C6E3, C8E4, C&oE5 C,2E6. This makes T
vary very little (see Table I).

er, because hydrocarbons are considerably more soluble
in formamide than in water, adding for mamide is
equivalent to decreasing i, that is, it makes T rise [10].
Glycerol (e„=42.5), on the other hand, is a poorer sol-
vent for the ethylene oxide groups, and a slightly better
solvent for hydrocarbons than water. Adding glycerol is
therefore equivalent to decreasing j, that is, it makes T
drop [11].

From this is follows that one may traverse the three-
phase interval either by varying temperature or by adding
an appropriate fourth component at fixed T. Consider,
for example, the HzO-octane-C, oE5 mixture with a three-
phase body at T=45 C (see Fig. 4). At, say, 35'C, the
mixture separates in 2. To traverse the three-phase inter-
val, one accordingly has to raise T. Instead, one may
keep T fixed and add an oil with a lower carbon number
k. Or, if one wants to keep k fixed, too, add a more hy-
drophobic amphiphile, that is, increase either i or de-
crease j in C&oE&. Alternatively, one may add a lyotropic
salt or an alcohol with i ~4. In all cases, one will find a
2~3~2 transition, with o.,b as well as y at the binodals
first decreasing, then passing a minimum at 35 C, and in-
creasing again. The fact that this can be achieved by
adding substances of very different chemical nature is the
consequence of the Gibbs-Duhem relations

0=s 5T 5p+ gc, 5p,—

Because the binary H20 —t-C4Eo mixture does not
show an upper loop, the critical line does not terminate at
cp& but continues to ascend on the water-rich side of the
binodal surface. This (connected) critical line can be
looked upon as an elastic spring, the bending tension of
which can be increased either by adding an oil with a
higher carbon number k at fixed (i,j ) or by adding an
amphiphile with a higher (i,j ) at fixed k. Increasing k in-
creases the bending tension of the critical line by raising
cp; increasing (i,j) increases the bending tension by
making the upper 3-C loop appear. The increase of the
bending tension manifests itself by the observation that
the tangent at its inQection point becomes increasingly
horizontal until it eventually breaks at a tricritical point
(tcp) (see Fig. 12 in Ref. [8]). A tricritical point is thus a
particular plait point at which a homogeneous (quater-
nary) mixture separates into three instead of two coexist-
ing phases, and as such that point on the binodal surface
from which the three-phase body evolves (Fig. 6, top left)
to grow into the body of heterogeneous phases with fur-
ther increasing k or (i,j ), respectively (Fig. 6, top right).

The properties of the three-phase body can be charac-
terized by its temperature interval AT, the height h, and
the base l of the isosceles triangle (near T), as well as the
interfacial tension O.,b between phases a and b connected
by that base as a tie line. First, these properties increase
monotonically from zero with increasing "distance" from
the tcp, irrespectively of whether the distance is increased
by increasing k or (i,j ). Upon further increasing dis-
tance, however, one observes an important difference be-
tween the two procedures. If k is increased at fixed (i,j ),
the above properties continue to increase monotonically,
whereas, if (i,j ) is increased at fixed k, b, T, h, and o,b

first increase, then pass through maxima to decrease
again with further increasing (i,j ) This i.s demonstrated
in Fig. 7, which shows vertical sections through the phase
prisms at equal masses of H20 and oil, with sections
through the corresponding three-phase bodies, plotted
with the mean temperature T of the bodies as origin of

B A

III. EVOLUTION OF THE THREE-PHASE BODY

We start with the weakly amphiphilic tertiary butanol
( t -C4Eo). Experiment shows that ternary
H2O —Bk —t-C4Eo mixtures separate into three phases for
k ) 10, where as for k ~ 10 they separate into two phases
only, with a gradual inversion of the distribution of
t-C4Eo between the two solvents [12]. As a consequence,
the critical line that enters the phase prism at cp (see
Fig. 1) ascends around the binodal surface from its oil-
rich side to its water-rich side with rising T.

T
tT

T,

Yc

FIG. 6. Evolution of a three-phase body from a tricritical
point (top), and its properties as obtained from a vertical section
through the phase prism [bottom, schematic; for definition of y
see Eq. (2.5)].
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the ordinate. With t-C&Eo (Fig. 7, top), the mixture
separates into two phases only, with the connected criti-
cal line cutting a distinct groove into the body of hetero-
geneous phases along its trajectory around the binodal
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FICz. 7. Evolution of the three-phase bodies of
H20 —octane —C;E,. mixtures with (i,j) increasing from top to
bottom, demonstrating that AT and Ay pass a maximum in the
range of medium-chain amphiphiles.

surface. As one proceeds to the more amphiphilic C4E&,
the three-phase body is already present at atmospheric
pressure from which one deduces that the tcp lies at an
amphiphilicity between t-C4Eo and C4E&. As one in-
creases (i,j ) further, the fish pattern continues to grow,
and to pass through a maximum between C5E2 and C6E3.
From then on, both the width of the fish pattern (that is,
hT) and the length of the fish pattern from "head" (y, )

to "tail" (y) shrink, hy =(y —y, ) being a measure for h

(Fig. 6). Simultaneously, the fish pattern moves towards
the A-B-T side of the prism. As the fish pattern grows,

y, moves rapidly towards the A -B side with y following
only slowly. As the patterns shrink, however, y de-
creases more rapidly than y, . The corresponding data
are summarized in Table I.

If this experiment is performed by increasing k at fixed
(i,j ), one finds hT, cr,b, h, and y to increase monotoni-
cally. This difference is shown schematically in Fig. 8
with b, T vs k and (i,j ) as rectangular abcissas, and T as
origin of the ordinate. Starting from the ternary
H20 —octane —t-C4EO mixture, one may reach a tcp either
by increasing k or (i,j ). The two tcp s are, evidently, not
identical but lie on a tricritical line in T (i,j )-k -space
(dotted). Ifp is included as variable, this line shapes a tri-
critical surface in four-dimensional space.

One may now start at any mixture that lies either in
the k cusp or the (i,j ) cusp, and increase (i,j) or k, re-
spectively. In the first case, hT first widens, then passes a
maximum to shrink again, whereas in the second case AT
widens monotonically. This shapes a three-phase body in
Fig. 8 that shows a bulge starting at the maximum of the
(i,j ) cusp, and moving towards higher k, though not
necessarily parallel to the k axis. All mixtures lying on
the left-hand side of the bulge can be considered as being
weakly structured, whereas all mixtures lying on the
right-hand side can be considered as being strongly struc-
tured. From this it follows that every strongly structured
mixture that lies on the right-hand side of the bulge
evolves from a tricritical point that (in principle) can be
reached by decreasing (i,j ) at fixed k. In this procedure
AT first widens and then passes a maximum at the bulge
before it shrinks to vanish at a tcp that hes on the tncriti-
cal line. The most convenient way to perform this experi-
ment is to simply add CAMEO [12]. The alternative experi-
ment, namely, decreasing k at fixed (i,j ), will only then
lead to a tcp, if the initial mixture lies on the left-hand
side of the bulge, that is, if it is weakly structured to start
with. If it lies on the right-hand side, it will remain
strongly structured, with decreasing k making the three-
phase body shrink monotonically until the amphiphile-
rich phase (c) is overtaken by the lamellar mesophase.
The final stages of this process have not yet been clarified.

The difference between two procedures results from the
fact that if k is increased at fixed low (i,j ), the amphi-
phile remains weakly surface active, that is, the interfa-
cial tension o.,b between phases a and b remains at the
order of 1 m Jm, whereas, if (i,j ) is increased at fixed k,
this increases the tendency of the amphiphile to adsorb at
the water-oil interface, thereby strongly lowering o.,b.
This is demonstrated in Fig. 9, which shows o,b vs y,
measured between the amphiphile —free H20 —B8 mixture
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TABLE I. H20 —n-octane —C;E; characteristics.

C;EJ

C4El
C5E
C6E
C8E4
CioE
Cl2E6

'tcp =5.
btcp=0.
'tcp =58.

Tl
(C)
12.9
25.8
35.8
35.5
42.5
47.7

T.
(C)
23.9
41.1
53.4
48.2
47.1

49.8

T'
(C)
18.4
33~ 5
44.6
41.9
44.8
48.8

AT"
(C)
11.0
15.0
17.3
12.5
4.6
2.1

y
(wt. %%uo)

52.4
46.6
39.5
24.4
14.7
7.6

Yc
(wt. %)

14.9
5.8
2.9
1.7
1.2
0.7

g~b
(wt. %%uo)

37.5
40.8
36.6
22.7
13.5
6.9

b
Oab

(mJm-')

0.384
0.360
0.151
0.041
0.013
0.0034

(o,&
= 50 mJ m ) and the base of the three-phase trian-

gle at T, that is, the head of the fish pattern. With C4E, ,
o,b drops rather smoothly. As (i,j ) is increased, o,b

drops increasingly steeper, with o,b at y. , ( at the break
of slope) decreasing rapidly (Table I). From this result
one deduces that C4E& must be considered as weak am-
phiphile. The medium-chain C~E2 and C6E3 lie in the
transition range, whereas C8E4 can be considered as an
amphiphile with a distinct critical micelle concentration
(cmc).

IV. CMC SURFACES

face lies at lower amphiphile concentrations than the
cmc surface (Fig. 10, bottom). With rising T, however,
the two surfaces approach each other to intersect at T at
the a-b base of the isosceles three-phase triangle. For
T) T, the cmc surface lies at lower amphiphile concen-
trations than the cmc' surface (Fig. 10, top).

At arnphiphile concentrations below the lower one of
the two cmc surfaces the mixtures are molecularly
disperse. However, if for T & TI the arnphiphile concen-
tration lies above the cmc' surface, this leads to the for-
mation of a colloidal dispersion of oil droplets in the
aqueous phase (indicated by solid circles in Fig. 10, bot-

In view of Fig. 8 one thus deduces that if k is increased
at fixed (weak) amphiphilicity, the mixtures remain weak-
ly structured, whereas, if (i,j ) is increased at fixed k, one
observes a gradual evolution of structure at amphiphile
concentrations above two crnc surfaces that ascend al-
most vertically within the phase prism. These two cmc
surfaces originate from the cmc curves in the two binary
3-C and B-C mixtures. The cmc' surface starts at the
cmc curve of "normal" micelles on the water-rich side of
the phase prism, and passes along the corresponding tie
lines to the oil-rich side, whereas the cmc surface starts
at the crnc curve of "inverse" micelles on the oil-rich side
and passes along its tie lines to the water-rich side. Be-
cause the energy of formation of normal and inverse mi-
celles differs, in general, the two cmc surfaces do not
coincide. Experiment shows that for T (T, the cmc' sur-

s
i

-C

6
E

E
4-

O
D

CEj

B8

C;E,

FIG. 8. AT cusps vs amphiphilicity (i,j) at fixed k, and car-
bon number k at fixed (i,j), respectively, evolving from a tricrit-
ical point (tcp). With increasing (i,j), hT passes a maximum to
shrink again with further increasing (i,j), whereas with increas-
ing k it grows monotonically (schematic).

10

c;E; (wt%)
l5

FIG. 9. Adsorption isotherms a,b vs y at T, with (i,j) as pa-
rameter, demonstrating the gradual evolution of a distinct cmc.
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(r o,b)/(kii T) =const . (4.6)

ber density N, should increase linearly with 4. Figure 12
furthermore shows that the slopes of the binodals de-
crease monotonically as either T& is approached from
below or T„ from above. Because experiment shows that
I, (measured at planar interfaces) depends only weakly
on T, this implies that the mean radius of the droplets in-
creases upon approaching either one of the critical end-
points which, in view of Fig. 2, suggests a relation be-
tween r and o.,b of the type

V. WETTING BEHAVIOR

Widom [14] suggested "seeing the difference (between
weakly and strongly structured mixtures) reflected in the
wetting vs nonwetting of the oil-water interface by the
middle phase" and furthermore predicted for mixtures
with nonwetting middle phases "a transition from
nonwetting to wetting of the a -b interface by (c) as either
one of the two critical end points. . .is approached. "
This suggests studying the wetting behavior of the rniddle
phase as one increases (i,j ) at fixed k.

Thermodynamic stability of the interfaces between the
three coexisting liquid phases a, b, and c requires each of
the three interfacial tensions to be lower than the sum of
the other two. This implies for O.,b, in particular,

C)oE ab ~ac +~bc (5.1)

If the effect of gravity is reduced by removing the middle
phase c until only a droplet of it is left, this will shape a
lens Aoating at the a-b interface. Phase c is then said not
to wet the a-b interface.

If, however, inequality (5.1) does not hold, that is, if

O+~ac+~bc —oab ~ (5.2)

the a-b interface in unstable, and the system will mini-
mize its free energy by placing a layer of c between a and
b. Phase c is then said to wet the a-b interface.

Figure 13 [15] shows the contact angles e, in H20-
octane-C, E~ mixtures with C5E2, C6E3, and C8E4 plotted
vs 8, where

t)'—2(T T)/b, T—, —1&8&+1. (5.3)
20 40

C)oE

60

( vol '/e}

100

Bs
With a short-chain C~Ei (not shown in Fig. 13), the mid-
dle phase c wets the a-b interface in the entire three-
phase temperature interval hT. As one proceeds to the
medium-chain CSE2, one finds a droplet of c to contract

0.5

0
0

H20

20 40 60

( vol %)

80 100

T];/4 TI. /2 3Tt;/4

FIG. 12. Binodals in H2O —octane —C&OE4 mixtures at various
temperatures below TI (bottom), and above T„(top), demon-
strating that the stability limits of the oil in water and water in
oil dispersions, respectively, become practically straight upon
approaching either TI or T„[seeEq. (4.5)].

e,

FIG. 13. Temperature dependence of the contact angle e, in
H2O —octane —C;E, mixtures with ( i,j) as parameter. This
figure represents the corrected version of Fig. 6 in Ref. [15].
[For definition of 8 see Eq. (5.3)].
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cos6, =
—,'(o,b/o „)—1, (5.5)

where o,b/cr„) 1. With short-chain amphiphiles, phase
c wets the a-b interface from which one deduces that, in
particular, near T

0 gb IcT«2 (5.6)

As (ij ) is gradually increased, there exists one set of
(i,j)—not necessarily integer numbers —at which the
lens becomes stable at T, that is, at which cos6, =1.
From Eq. (5.5) it then follows that for this particular am-
phiphilicity

~b I~« =2 . (5.7)

We note in parentheses that theory predicts Eq. (5.6) to
hold for all near-tricritical mixtures [14]. With further
increasing (i,j ), cos6, decreases monotonically from
which one deduces that the ration (cr,blcr„)r r, too,
decreases with increasing (i,j ) Becaus. e o.,b can not drop
below o.„,the contact angle 6,(T= T) may thus exceed
m/2, but cannot exceed 2m /3.

At some higher (i,j ), the temperature dependence of
6, changes. To discuss the maximum of 6, near, e.g.,
Ti, one may make use of the relation [17]

O=o.,bcos6&+o.„cos6,+o b, . (5.8)

As one approaches T, from above, the two lower phases
a and c become near-critical. Accordingly, their densities
approach each other, whereas the density difference be-
tween them and the upper noncritical phase b remains
finite. Sufficiently close to T& gravity therefore enforces a
practically planar interface between the upper and the
two lower phases so that cos6b= —1. Equation (5.8)
then reduces to

cos6, =(cr,b
—o b, )/cr«& 0, (5.9)

which ensembles Young's equation. Both o.,b
—o-b, and

o.„decrease upon approaching cep& to vanish at T&. Be-
cause experiment shows that cos6, first decreases, one
deduces that o.,b

—ob, first decreases more rapidly than
o.„.Close to T&, however, cos6, starts to increase again,

to a lens at T, with a contact angle 6, &m/2. However,
as either one of the critical endpoints is approached, 6,
decreases monotonically to vanish at some T& T& or
T & T„, respectively. As (i,j ) is increased further,
6, ( T= T) increases. In addition, one observes a qualita-
tive change in the temperature dependence of 6, . Upon
approaching the critical end points, 6, does not decrease
monotonically, but first increases and then passes
through maxima before it drops to zero close to the end-
points. Again, what can be achieved by varying T can
also be achieved by adding salt at fixed T [16].

To discuss the increase of 6,(T=T) with increasing
(i,j ) one may make use of the relation [17]

cos6, = [(o.,b ) —( o „)—( cr b, ) ]/(2o „ob, ) . (5.4)

At that T near T, at which o.„=orb, (see Fig. 2), this
reduces to

TU

tcp

FIG. 14. Nonwetting cusp within the 6T-(i,j) cusp
(schematic).

that is, close to T& o.„must decrease more strongly than
o.,b

—o.
&, so that at some T& T&, cos6, exceeds unity,

that is, phase c starts to spread across the a-b interface.
This nonmonotonic behavior can be explained qualita-
tively as follows: as long as the compositions of phases a
and c are sufficiently different, the adsorption of (strong)
amphiphiles at the a-c interface changes only little upon
approaching the critical endpoint so that o.„decreases
weakly. However, as the compositions of the two phases
become increasingly similar, the driving force for adsorp-
tion decreases rapidly until close to T&, the final decrease
of o.„resembles that of a weakly structured mixture, be-
ing proportional to some power of the density difference
between the two phases [18].

The nonwetting cusp is shown schematically in Fig. 14.
In near-tricritical weakly structured mixtures, the middle
phase c wets the a binterface -in the entire b T. As (i,j )

is gradually increased, phase c eventually starts contract-
ing to a lens near T, which spreads again upon approach-
ing either one of the two critical end points. With further
increasing amphiphilicity, the nonwetting temperature
interval widens to (presumably) asymptotically approach
the three-phase temperature interval. The apex of the
nonwetting cusp lies in that amphiphilicity range at
which AT passes its maximum. Similar to the maxima of
6T, the apex of the nonwetting cusp must not necessarily
run parallel to the k axis.

VI. SCHREINKMAKKRS'S RULE

As can be seen in Fig. 1, the three-phase triangle is sur-
rounded by three two-phase regions of which those adja-
cent to the a-c and the b-c tie lines show plait points that
lie on the two branches of the (broken) critical line. At
each corner the homogeneous mixture cuts a groove into
the body of heterogeneous phases. As it was shown by
Schreinemakers in 1913 [19], these grooves are a conse-
quence of thermodynamic stability conditions which re-
quire the boundaries between the homogeneous and the
two-phase regions to intersect at each corner of the
three-phase triangle such that both their extensions pass
either into (i) the adjacent two-phase region or (ii) the
three-phase triangle. As a consequence, the homogene-
ous region next to the c corner of the triangle, in particu-
lar, cuts a distinct groove into the body of heterogeneous
phases, irrespective of whether the mixture is weakly or
strongly structured. Experiment, however, shows that
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tories as one proceeds from short- to long-chain amphi-
philes at fixed k. Figure 17 shows vertical sections
through the phase prisms of 1-Bs-C;E mixtures at fixed
amphiphile concentration, that is, in planes parallel to
the A-B-T side of the prism. The amphiphile concentra-
tions chosen correspond to those at the critical points cp&
of the binary 3-C loops. The curve through the full
points, though not necessarily identical with the critical
lines cl&, should resemble them rather well. With the
short-chain C4E& and C6E3 the critical lines descend
monotonically to their corresponding critical end points,
whereas that with CSE4 is the first to slightly overshoot it.
With further increasing amphiphilicity, the minimum be-
comes increasingly deeper. From this we deduce that the
schematic series of isothermal sections through the phase
prism as shown, e.g, in Fig. 4 in Ref. [13],holds for weak-
ly structured mixtures only. For strongly structured mix-
tures it must be replaced by the more realistic though still
schematic Fig. 18. At some temperature below TI, cl&
appears with its lowest point (2). With rising T, this
point develops into a loop the tie lines of which run
parallel to the 3-C side of the Gibbs triangle (3). With
further rising T, the oil-rich plait point of the loop ap-
proaches the central gap to touch it at TI as the critical
end point of cl&, which leads to the separation into phases
a and c. On the oil-rich side, on the other hand, the
three-phase triangle disappears at T„by separation of a
loop from the central gap at the end point of cl (7).
With rising T, this loop shrinks to disappear above T„at
the maximum of cl (8). Upon isothermal addition of the
solute [e.g., oil just below T&,

' see Fig. 18 (3)], strongly
structured mixtures thus first separate into diluted and
concentrated dispersions and then become homogeneous
again with further increasing solute concentration before
they finally expell the solute as molecularly disperse bulk
phase.

2Q&

10—

Q

0
H~O/C)OEq

96/4

50

Be (wt%)

10

40—
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FIG. 17. Vertical sections through the water-rich side of
H2O —octane —C;E, prisms parallel to their A-B-T side with
(i,j) as parameter, demonstrating that the critical lines increas-
ingly overshot their critical end points with increasing (i,j).

FIG. 18. Evolutions of the three-phase triangle with rising
temperatures in A-B-C mixtures with medium- and long-chain
amphiphiles, demonstrating the evolution of isothermal loops
adjacent to the central miscibility gap (schematic).
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oil

increasing (i,j ) one observes a gradual evolution of a
peak followed by an increasingly wider q decay for
large q (Porod's law). The position of the peak moves
gradually towards lower q indicating that d increases
with increasing amphiphilicity, while the fact that
Porod's law is increasingly better obeyed indicates that
the scattering length density gradient at the interfaces be-
tween the domains becomes increasingly steeper. We
note that if d is interpreted as the mean distance between
the centers of the domains, the position of the peak is
solely determined by the mass balance, irrespective of the
model used for describing the mixtures.

IX. SUMMARY

1000 I I I I I I

oo
100 =

](q) (cm )

10 wo

Ol
0.1

I I I I I I I

q (nITI ')
10

FIG. 19. I(q) curves in D20 —octane —C;E, mixtures with
(i,j) as parameter, measured at T in the homogeneous mixture
near the c corner, demonstrating the gradual evolution of a
correlation peak with increasing (i,j).

VIII. SMALL-ANGLE NEUTRON SCATTERING

As one increases (i,j) at fixed k, small-angle neutron-
scattering (SANS) experiments show a gradual evolution
of a correlation peak in the I(q) curves, indicating a gra-
dual evolution of a characteristic periodicity d in strongly
structured mixtures [22]. This is demonstrated in Fig. 19
which shows I vs q for D20-88-C, E mixtures measured
at a composition within the groove near corner c. With
the short-chain C~E„ I(q) drops monotonically. Upon

At fixed pressure, the three-phase bodies in mixtures of
H20, oils, and nonionic amphiphiles evolve from a tricrit-
ical line that lies in the range of weak short-chain amphi-
philes. As a consequence, the phase behavior as well as
its dependence on additives such as salts is qualitatively
the same for weakly and strongly structured mixtures.

If, at fixed oil, the amphiphilicity is gradually in-
creased, the characteristic properties of the three-phase
body first increase monotonically according to the scaling
laws for near-tricritical mixtures. In the range of
medium-chain amphiphiles, they pass through maxima to
decrease again upon further increasing amphiphilicity.

Near the maxima one observes the following: (i) The
evolution of two almost vertical cmc surfaces within the
phase prism, one defining the cmc of "normal" micelles,
the other one that of "inverse" micelles. For T(T, the
first lies at lower amphiphile concentrations; for T) T,
the second lies at lower amphiphile concentrations. The
lower one of the two determines which of the two sol-
vents is dispersed at the corresponding temperature.

(ii) A transition from wetting to nonwetting of the
water-oil interface by the amphiphile-rich rniddle phase.

(iii) The extensions of the boundaries of the two-phase
regions adjacent to the three-phase triangle move from
inside the opposite two-phase region into the triangle.

(iv) A gradual evolution of isothermal loops adjacent to
the central miscibility gap, resulting from the fact that
with increasing amphiphilicity the critical lines begin to
overshoot their end points.

(v) A gradual evolution of a correlation peak in the
I(q) curves of SANS experiments, indicating a gradual
evolution of a characteristic periodicity in the (macro-
scopically) homogeneous mixtures.
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