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The dilational rheological properties and surface tension of bovine serum albumin (BSA) adsorbed
at the air-aqueous phase interface were measured as a function of time, protein concentration (1
× 10-1-3 × 10-3% w/w), and subphase composition (aqueous ethanol solutions from 0 to 2 M). The
temperature was maintained at 20 °C. Adsorbed BSA films on water and aqueous ethanol solutions
exhibited rheological properties that were mainly elastic and not very frequency dependent. The
time dependence of surface tension and surface rheological properties was related with the rate of
protein adsorption and the influence of ethanol on competitive adsorption. This phenomenon as
well as protein-ethanol interactions could be supported by a significant reduction of the surface
dilational modulus as either ethanol concentration increased (at constant BSA content) or BSA
concentration decreased (at constant ethanol content). Circular dichroism measurements showed
no significant change in the secondary structure of BSA in the presence of ethanol, at the
concentrations used in these experiments.

Keywords: Superficial dilational rheology; adsorption; surface properties; bovine serum albumin;
air-water interface

INTRODUCTION

The adsorption of proteins at liquid interfaces and
their behavior in the adsorbed state play an important
role in many technological processes. In formulated
foods, especially in foam- and emulsion-based products,
proteins are often used as functional ingredients to
perform the role of a surface active agent (Halling, 1981;
Dickinson, 1989; Damodaran, 1990). The important
initial step involved in the formation and stabilization
of protein-based foams and emulsions is the adsorption
and spreading of the protein at the interface. It would
appear that the rate of formation of an emulsion
stabilized by proteins is limited by the rate of adsorption
of protein at the interface (Dickinson, 1992), whereas
information exists which relates the stability of a foam
with the rate of protein adsorption (Kato and Nakai,
1980). Moreover, in a great variety of model food
systems, the highly viscoelastic characteristics of ad-
sorbed protein films correlates with increased stability
(Chen and Dickinson, 1995a-c; Clark et al., 1990a,b;
Kim and Kinsella, 1985; Djabbarah and Wasan, 1985).
For further information concerning the interfacial rheo-
logical characteristics of adsorbed films of proteins and
emulsifiers in the food context, the reader is referred
to the reviews of Lucassen-Reynders (1993) and Murray
and Dickinson (1996).
Protein adsorption can be considered to occur in three

main stages (MacRitchie, 1978; Graham and Phillips,

1979a; Tornberg, 1978): (i) diffusion of the native
protein molecules to the interface, (ii) adsorption in the
globular form by penetration into the interface, and (iii)
structural rearrangements or surface denaturation,
involving spreading or unfolding of adsorbed molecules.
In connection with the study of the foaming and
emulsifying properties of proteins, their interfacial
behavior, as reflected in surface/interfacial tension (σ)
decay, is an important property. It is reasonable to
assume that any process responsible for the time
dependence of the reduction in σ by a protein molecule
must involve an increase in the number of adsorbed
segments per unit area with time (Damodaran, 1990;
Xu and Damodaran, 1992, 1994). In the case of protein
molecules adsorbing at interfaces, Graham and Phillips
(1979a) have shown that the primary layer of molecules
is largely responsible for the value of σ.
Proteins, in addition to lowering the interfacial ten-

sion, can form a continuous film at the interface via
complex intermolecular interactions and thus impart
structural rigidity to the interface (Bos et al., 1996;
Castle et al., 1987; Sarker et al., 1995). The orientation
of the adsorbed molecules, molecular interactions and
packing, formation of complex, or structural transfor-
mations at the interface can result in a peculiar rheo-
logical behavior, which can depend on shear rate or age
(Malhotra and Wasan, 1988). The intermolecular in-
teractions at the interface involve hydrogen bonding and
electrostatic and hydrophobic interactions. The extent
of these interactions at the interface is dependent on
the conformation of the adsorbed protein molecules. An
optimum balance of these interactions leading to the
formation of a cohesive, viscous film is required to
stabilize the emulsions or foams. In addition to the
physicochemical properties of the protein, several fac-
tors, such as protein concentration and the presence of
other food components (ethanol, sugars, lipids, etc.), can
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affect the properties of adsorbed protein films and hence
their foaming and emulsifying properties.
The aim of this series is to systematically study the

transient dilational rheology of a protein (BSA) adsorbed
from aqueous solutions of ethanol (Part 1) and sucrose
(Part 2). We have determined surface viscoelastic
parameters as a function of adsorption time and at a
characteristic time once the surface had reach a quasi-
equilibrium. In previous work we have observed that
both the rate of BSA adsorption at the interface and
the surface tension at equilibrium (Rodrı́guez Patino
and Rodrı́guez Niño, 1995) depend on the aqueous phase
composition. A lag period was observed with the
presence of ethanol in the subphase; this could reflect
the existence of BSA-solute interactions in the aqueous
phase and at the interface. However, the rate of BSA
adsorption increased when sucrose was present in the
bulk phase. The influence of ethanol in the subphase
on surface properties of BSA has been also studied
recently (Dussaud et al., 1994; Dussaud and Vignes-
Adler, 1994a,b).
The role of interfacial rheology in real food products

is very complicated (Murray and Dickinson, 1996);
therefore, in these papers we will focus on the interfacial
rheology of model systems. Investigating the effect of
ethanol and/or sucrose on the adsorption behavior and
interfacial rheology of protein films may further our
knowledge of the behavior of food colloids (emulsions
or foams). Moreover, by incorporating typical food
solutes in the aqueous phase, we hope to advance our
knowledge from the behavior of simple well-defined
model to complex, real food formulationsssuch as ice
cream, imitation dairy products, mayonnaise, desserts,
bakery products, whipped cream, soft drinks, and cream
liqueurs, to name only a few (Als and Krog, 1991; Krog
et al., 1985).

EXPERIMENTAL PROCEDURES

Materials. BSA (Fluka, >96% pure), and analytical grade
ethanol (Merck, >99.8%), potassium dihydrogen phosphate
(Merck, 99.5%), and dipotassium hydrogen phosphate (Merck,
99%) were used without further purification. All samples were
prepared using double-distilled surface chemically pure water.
Method. The surface rheological parametersssuch as sur-

face dilational modulus and elastic and viscous componentssand
the surface tension were measured according to the method
of Kokelaar et al. (1991) as a function of time and radial
frequency. The method involves a periodic, sinusoidal inter-
facial expansion and compression performed in a special
Langmuir trough using a circular barrier which is oscillated
vertically through the interface. The surface tension is
simultaneously measured by a Wilhelmy glass plate in per-
manent contact with the liquid surface. The surface dilational
modulus, E, derived from the change in surface tension,
resulting from a small change in surface area, A, may be
described by the equation (Lucassen and van den Temple,
1972)

where π ) σï - σ is the surface pressure and σo is the subphase
surface tension.
The dilational modulus is a complex quantity and is

composed of real and imaginary parts, E ) |E| (cos θ + i sin
θ). The real part of the dilational modulus or storage
component is the dilational elasticity, Ed ) |E| cos θ. The
imaginary part of the dilational modulus or loss component is
the surface dilational viscosity, ηdω ) |E| sin θ, where θ is the
loss angle of the modulus and ω is the frequency of the
oscillation. The loss angle tangent can be defined as tan θ )
ηdω/Ed. If the film is purely elastic, the loss angle tangent is
zero.

The measurements of surface tension and surface dilational
properties as a function of time were carried out at 20 °C. All
of the aqueous subphases were prepared in 50 mM phosphate
buffer and adjusted to pH 7.0. To study the rate of protein
adsorption, recording began at the moment the BSA solution
(200 mL, pre-equilibrated at 20 °C) was placed in the trough.
In experiments with ethanol in the subphase (ethanol concen-
trations of 0.1, 0.5, 1.0, and 2.0 M), protein solutions were
prepared at 20 °C by stirring for 30 min and then placed in
the trough. Surface measurements are very sensitive to the
presence of impurities, so extreme care was taken to ensure
that all materials and equipment used in this study were clean.
The absence of surface active contaminants in the aqueous
subphase was checked. Measurements were performed at
least twice. The reproducibility of the results was better than
6%.
The secondary structure of BSA was determined using

circular dichroism spectroscopy. The near-UV (340-250 nm)
and far-UV (260-180 nm) spectra of 1.0 mg/mL BSA in 0.1
mm path length quartz cells were obtained using a Jasco J-710
spectropolarimeter (Jasco Corp., Tokyo). The far-UV spectra
were analyzed using the selcon method (Sreerama and Woody,
1993), fitting to three structural parameterssR-helix, â-sheet,
and aperiodic.

RESULTS

The experimental transient surface dynamic
propertiesssuch as surface tension and surface dila-
tional properties (surface dilational modulus, surface
dilational elasticity, surface dilational viscosity, and loss
angle tangent)sfor BSA solutions at several ethanol
concentrations (0, 0.1, 0.5, 1.0, and 2.0 M) are plotted
in Figures 1-5. In the absence of ethanol, the time-
dependent surface dynamic properties are shown in
Figure 1. The data for BSA adsorbed from aqueous
ethanol solutions at 0.1, 0.5, 1.0, and 2.0 M are shown
in Figures 2-5, respectively.

Figure 1. (A) Time dependence of surface tension (σ, 9, mN/
m), surface dilational modulus (E, O, mN/m), surface dilational
elasticity (Ed, 2, mN/m), surface dilational viscosity (ηdω, 1,
mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on water, angular frequency ) 0.81 rad s-1. (B)
Angular frequency dependence of rheological parameters. T
) 20 °C. BSA concentration ) 0.1% w/w.

E ) dσ
dA/A

) - dπ
d ln A
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The results show some interesting features from a
rheological point of view: (i) the values of surface
dilational modulus (E) were similar to that of surface
dilational elasticity (Ed); (ii) the values of surface
dilational viscosity (ηdω) were low and became practi-
cally zero at the highest ethanol concentration; (iii) the
loss angle tangent (tan θ) was practically zero, especially
as the ethanol content increased (at an ethanol concen-
tration of 2 M the loss angle tangent was <0.1); and
(iv) the frequency dependence of E and Ed for BSA on
water and aqueous ethanol solutions characterizes a
viscoelastic behavior of the surface that is practically
elastic over the range of frequencies studied. Figures
1 and 4 show this dependence for BSA on water and on
a 1 M ethanol solution (as an example), respectively. E
varied from 60.2 and 12.5 mN/m (ω ) 0.45 rad s-1) to
plateau values of 81.6 and 20 mN/m (ω ) 5.2 rad s-1)
for BSA on water and a 1 M ethanol solution, respec-
tively. Different ethanol concentrations in the aqueous
phase (data not shown) behave in a similar way.
From a kinetic point of view, the time dependence of

the surface tension and surface dilational properties
depended on the ethanol concentration. At ethanol
concentration <0.5 M, the surface tension decreased and
surface dilational modulus increased monotonically to
a plateau value with time (Figures 1-3). At ethanol
concentrations >0.5 M, the time dependence of the
surface dynamic properties was more complex (Figures
3-5). It can be seen that a lag period exists during BSA

adsorption. The induction period increased with ethanol
concentration.
Transient surface dynamic properties also depend on

BSA concentration (Figures 4 and 6). In these experi-
ments different BSA concentrations (1× 10-1, 2 × 10-2,
and 3 × 10-3% w/w) on a solution of 1 M ethanol were
studied. The surface rheological characteristics were
practically independent of BSA concentration. That is,
the film displayed an elastic behaviorsit can be seen
that E and Ed values are similar and the loss angle
tangent is practically zero (Figures 4 and 6). The
adsorption rate of BSAsas deduced from the slope of
σ-time or E-time plotssincreased as the BSA concen-
tration increased. At the lower BSA concentrations a

Figure 2. Time dependence of surface tension (σ, 9, mN/m),
surface dilational modulus (E, O, mN/m), surface dilational
elasticity (Ed, 2, mN/m), surface dilational viscosity (ηdω, 1,
mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on a 0.1 M ethanol aqueous solution, angular
frequency ) 0.81 rad s-1. T ) 20 °C. BSA concentration ) 0.1%
w/w.

Figure 3. Time dependence of surface tension (σ, 9, mN/m),
surface dilational modulus (E, O, mN/m), surface dilational
elasticity (Ed, 2, mN/m), surface dilational viscosity (ηdω, 1,
mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on a 0.5 M ethanol aqueous solution, angular
frequency ) 0.81 rad s-1. T ) 20 °C. BSA concentration ) 0.1%
w/w.

Figure 4. (A) Time dependence of surface tension (σ, 9, mN/
m), surface dilational modulus (E, O, mN/m), surface dilational
elasticity (Ed, 2, mN/m), surface dilational viscosity (ηdω, 1,
mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on a 1.0 M ethanol aqueous solution, angular
frequency ) 0.81 rad s-1. (B) Angular frequency dependence
of rheological parameters. T ) 20 °C. BSA concentration )
0.1% w/w.

Figure 5. Time dependence of surface tension (σ, 9, mN/m),
surface dilational modulus (E, O, mN/m), surface dilational
elasticity (Ed, 2, mN/m), surface dilational viscosity (ηdω, 1,
mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on a 2.0 M ethanol aqueous solution, angular
frequency ) 0.81 rad s-1. T ) 20 °C. BSA concentration )
0.1%% w/w.
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quasi-equilibrium state was not reached after an ad-
sorption time of about 110 min (Figure 6B).
No secondary structural changes to BSA were ob-

served in the presence of 2 M ethanol, as determined
using circular dichroism. Table 1 shows the results of
the analysis of the far-UV spectra and shows no
significant change in secondary structure. Tertiary
structure was also not affected as the near-UV spectra
of BSA were identical in the presence and absence of 2
M ethanol.

DISCUSSION

Transient Surface Dynamic Properties. The
surface dynamic properties of BSA on water and aque-
ous ethanol solutions over the concentration range 0-2
M has been measured as a function of time (Figures
1-6). The time dependence of surface tension for
alcoholic solutions of BSA is typical, as compared with
previous data obtained with the same systems by
surface tensiometry (Rodrı́guez Patino and Rodrı́guez
Niño, 1995; Dussaud et al., 1994a). The main difference
occurs with the time required to reach a quasi-equilib-
rium state. The rate of change of the surface tension
is higher in the ring trough than in a tensiometer using
either the de Nouy ring (Dussaud et al., 1994a) or the
Wilhelmy plate (Rodrı́guez Patino and Rodrı́guez Niño,
1995) method. This is due to the existence of convection
at the interface and/or the bulk phase, originated by the

oscillatory sinusoidal movement of the glass. The same
reasoning could be used to explain the smaller lag period
during BSA adsorption from alcoholic solutions in the
ring trough as compared with previous data in a surface
tensiometer (Rodrı́guez Patino and Rodrı́guez Niño,
1995). That is, the convection in the aqueous bulk
phase and at the interface could improve the BSA
diffusion to the interface and the protein-ethanol
interaction at the interface and in the aqueous phase.
The decrease in surface tension and an increase in

the surface rheological properties with time, especially
the surface dilational modulus and surface dilational
elasticity, are associated with BSA adsorption at the
interface (MacRitchie and Alexander, 1963; Damodaran
and Song, 1988; Graham and Phillips, 1979b). The
transient surface dynamic properties of BSA films on
water and alcoholic solutions can be correlated with the
competitive adsorption of BSA and ethanol at the
interface.
A detailed analysis of the BSA adsorption on water

(Rodrı́guez Patino and Rodrı́guez Niño, 1995) has shown
that after a rapid diffusion of protein to the interface,
according the Ward and Torday equation (Ward and
Torday, 1946), the rate of BSA adsorption is controlled
by the spreading, unfolding, and rearrangement of
adsorbed molecules. The existence of a lag period can
be associated with the competitive adsorption of BSA
and ethanol at the interface. The effect of ethanol in
reducing the surface tension of water (Rodrı́guez Patino
and Martı́n, 1994) reflects the fact that ethanol mol-
ecules adsorb at the interface, but only weakly. The
surface excess concentration of ethanol can be calculated
by using the classical Gibbs equation (Adamson, 1990).
From this calculation (data not shown) it can be
concluded that the surface coverage by ethanol at
equilibrium is near saturation at ethanol bulk concen-
trations >5 M. However, proteins can compete with
ethanol due to their higher affinity for the interface, as
a consequence of their greater hydrophobicity.
Finally, the frequency dependence of the surface

dilational modulus is an indication that a reorientation
of the molecules at the interface or an exchange of
molecules between the interface and the subsurface
during the compression-expansion cycle could exist.
Effect of Ethanol Concentration. The effect of

ethanol concentration on surface dynamic properties at
30 and 60 min of adsorption time is shown in Figure 7.
The surface tension and surface rheological parameters,
especially surface dilational modulus and elasticity, both
decrease with increased ethanol concentration. These
results are of practical importance because the film
viscoelasticity decreases to a low value at the highest
ethanol concentration (2 M). Similar surface dilational
data were obtained by Dussaud and Vignes-Adler
(1994a) for BSA and by Brierley et al. (1996) for beer
proteins, at the air-ethanol solution interface. These
data are in agreement with those reported by Dickinson
and Woskett (1988) on shear viscosity of caseinate
solutions at the oil-water interface. In these experi-
ments a sudden drop in surface viscosity was observed
when 1 wt % of ethanol was added to the aqueous phase.
The phenomena reported here must be associated

with the protein-ethanol interactions, either at the
interface or in the bulk phase. The interactions of
BSA-ethanol at the interface could reduce the amount
of adsorbed protein (Dussaud et al., 1994a) or disrupt
the protein-protein interactions by forming a mixed
BSA-ethanol adsorbed film. Moreover, the denaturing
effect of ethanol (Tanford, 1962) could weaken hydro-
phobic bonds, decrease protein solubility, and promote

Figure 6. Time dependence of surface tension (σ, 9, mN/m),
surface dilational modulus (E, O, mN/m), surface dilational
elasticity (Ed, 2, mN/m), surface dilational viscosity (ηdω, 1,
mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on a 1.0 M ethanol aqueous, angular frequency )
0.81 rad s-1. T ) 20 °C. BSA concentration in bulk phase: (A)
2 × 10-2% w/w; (B) 3 × 10-3% w/w.

Table 1. Secondary Structure Composition of BSA in the
Presence and Absence of 2 M Ethanol, As Determined by
Far-UV Circular Dichroism

sample R-helix (%) â-sheet (%) aperiodic (%)

BSA 55.7 7.9 36.8
BSA + 2 M ethanol 55.8 7.6 36.0
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aggregation (Aoki et al., 1981). It is also possible that
ethanol may destabilize native protein by hydrophobic
or electrostatic interactions as can be deduced from
circular dichroism data (Clark and Smith, 1989); how-
ever, as presented here in Table 1, there appear to be
no significant changes in secondary or tertiary structure
of BSA in the presence of 2 M ethanol. As a conse-
quence of these interactions between ethanol and BSA,
a complex between both components may be formed,
resulting in an adsorbed layer with weaker interfacial
structure, which agrees with the data presented in
Figure 7.
Effect of BSA Concentration. The effect of BSA

concentration on surface dynamic properties at 30 and
60 min of adsorption time, in a 1 M aqueous ethanol
solution, is shown in Figure 8. It can be seen that the
surface dilational modulus and elasticity increase with
protein until a plateau value is attained, once the
surface is occupied by a monolayer of BSA (Phillips,
1981; Tornberg, 1978). The shape of the σ-BSA con-
centration plot is similar to that previously obtained by
other authors (Damodaran and Song, 1988; Graham and
Phillips, 1979a; Phillips, 1981; Suttiprasit et al., 1992).
It is apparent that the surface dilational properties
increase and σ decreases with increasing protein bulk
concentration until a plateau is reached. This plateau
begins at the point where σ reaches its minimum value.
The similarity between surface tension and superficial
density versus concentration plotssobtained by ellip-
sometry (Graham and Phillips, 1979a) and radioactive
marking (Damodaran and Song, 1988; Graham and
Phillips, 1979b)sprovides supporting evidence for relat-
ing the surface dilational properties and surface tension
value to the presence of protein at interface (Graham
and Phillips, 1979a,b). At BSA concentrations of 10-2-
10-3%, steady-state BSA adsorption forms a film that

consists of irreversibly adsorbed molecules in a mono-
layer. As the surface dilational properties increase, the
protein is packed more efficiently in the monolayer,
leading to higher surface density and a thicker film. At
surface densities higher than that of monolayer cover-
age, protein molecules may form further layers which
stack beneath the primary monolayer but do not con-
tribute significantly to σ (Graham and Phillips, 1979a)
and surface dilational properties.
The differences observed in parts A and B of Figure

8 as a consequence of the adsorption time could be
associated with the effect of ethanol on the rate of BSA
adsorption, as previously analyzed. In fact, at the
lowest BSA concentration (3 × 10-3% w/w) the surface
dynamic properties are time dependent. It can be seen
that rheological parameters are lower at an adsorption
time of 30 min than at 60 min. So, it can be concluded
that the effect of ethanol on surface dynamic properties
for BSA films depends on the BSA/ethanol ratio. At
higher ethanol content or at lower BSA content de-
creases both the rate of BSA adsorption and the
magnitude of the surface rheological properties. That
is, at lower ethanol content the effect of BSA concentra-
tion at the interface is predominant, but at high ethanol
concentrations, the ethanol dominates the interfacial
behavior and limits the extent of BSA adsorption,
independent of the concentration of BSA.

LITERATURE CITED

Adamson, A. W., Ed. Physical Chemistry of Surfaces, 5th ed.;
Wiley: New York, 1990.

Als, G.; Krog, N. Emulsifiers as Food Processing Aids. In
Proceedings of the World Conference on Oleochemicals into
the 21st Century; Applewhite, T. E., Ed.; American Oil
Chemists’ Society: Champaign, IL, 1991.

Figure 7. Ethanol concentration dependence of surface
tension (σ, 9, mN/m), surface dilational modulus (E, O, mN/
m), surface dilational elasticity (Ed, 2, mN/m), surface dila-
tional viscosity (ηdω, 1, mN/m), and loss angle tangent (tan θ,
]) for BSA films adsorbed on ethanol aqueous solutions,
angular frequency ) 0.81 rad s-1. T ) 20 °C. Adsorption
time: (A) 30 min; (B) 60 min. BSA concentration ) 0.1% w/w.

Figure 8. BSA concentration dependence of surface tension
(σ, 9, mN/m), surface dilational modulus (E, O, mN/m), surface
dilational elasticity (Ed, 2, mN/m), surface dilational viscosity
(ηdω, 1, mN/m), and loss angle tangent (tan θ, ]) for BSA films
adsorbed on a 1.0 M ethanol aqueous solution, angular
frequency ) 0.81 rad s-1. T ) 20 °C. Adsorption time: (A) 30
min; (B) 60 min.

3014 J. Agric. Food Chem., Vol. 45, No. 8, 1997 Rodrı́guez Niño et al.



Aoki, H.; Taneyama, O.; Orima, N.; Kitagowa, Y. Effect of
lipophilization of soy protein on its emulsion stabilizing
properties. J. Food Sci. 1981, 46, 1192-1195.

Bos, M.; Nylander, Y.; Arnebrant, T.; Clark, D. C. Protein
Emulsifier at Interfaces. In Food Emulsifiers and their
Applications; Chapman & Hall: New York, 1997; in press.

Brierley, E. R.; Wilde, P. J.; Onishi, A.; Hughes, P. S.; Simpson,
W. J.; Clark, D. C. The influence of ethanol on the foaming
properties of beer protein fractions: A comparison of Rudin
and microconductivity methods of foam assessment. J. Sci.
Food Agric. 1996, 70, 531-537.

Castle, J.; Dickinson, E.; Murray, B. S. Mixed protein films
adsorbed at the oil-water interface. In Proteins at Interfaces;
Brash, J. L., Horbett, T. A., Eds.; ACS Symposium Series;
American Chemical Society: Washington, DC, 1987.

Clark, D. C.; Smith, L. J. Influence of alcohol-containing
spreading solvents on the secondary structure of proteins:
a circular dichroism investigation. J. Agric. Food Chem.
1989, 37, 627-633.

Clark, D. C.; Coke, M.; Mackie, A. R.; Pinder, A. C.; Wilson,
D. R. Molecular diffusion and thickness measurements of
protein-stabilized thin liquid films. J. Colloid Interface Sci.
1990a, 138, 207-219.

Clark, D. C.; Dann, T.; Mackie, A. R.; Mingins, J.; Pinder, A.
C.; Purdy, P. W.; Russel, E. J.; Smith, L. J.; Wilson, D. R.
Surface diffusion in SDS stabilized thin liquid films. J.
Colloid Interface Sci. 1990b, 138, 195-206.

Chen, J.; Dickinson, E. Protein/surfactant interactions. Part
1. Flocculation of emulsions containing mixed protein+
surfactant. Colloids Surfaces A 1995a, 100, 255-265.

Chen, J.; Dickinson, E. Protein/surfactant interactions. Part
2. Electrophoretic mobility of mixed protein+surfactant.
Colloids Surfaces A 1995b, 100, 267-277.

Chen, J.; Dickinson, E. Surface shear viscosity and protein
surfactant interactions in mixed protein films adsorbed at
the oil-water interface. Food Hydrocolloids 1995c, 9, 35-
42.

Damodaran, S. Interfaces, protein films, and foams. Adv. Food
Nutr. Res. 1990, 34, 1-79.

Damodaran, S.; Song, K. B. Kinetics of adsorption of protein
at interfaces: role of protein conformation in diffusional
adsorption. Biochim. Biophys. Acta 1988, 954, 253-264.

Dickinson, E. Food colloidssan overview. Colloids Surfaces
1989, 42, 191-204.

Dickinson, E. An Introduction to Food Colloids; Oxford Uni-
versity Press: Oxford, U.K., 1992.

Dickinson, E.; Woskett, C. M. Effect of alcohol on adsorption
of casein at the oil-water interface. Food Hydrocolloids 1988,
2, 187-194.

Djabbarah, N. F.; Wasan, D. T. Foam stability: the effect of
surface rheological properties on the lamellae rupture.
AIChE J. 1985, 31, 1041-1043.

Dussaud, A.; Vignes-Adler, M. Surface properties of protein
alcoholic solutions. II. Surface dilational rheology. J. Colloid
Interface Sci. 1994a, 167, 256-265.

Dussaud, A.; Vignes-Adler, M. Surface properties of protein
alcoholic solutions. III. Aging effect. J. Colloid Interface Sci.
1994b, 167, 266-274.

Dussaud, A.; Han, G. B.; Ter Minassian-Saraga, L.; Vignes-
Adler, M., Surface properties of protein alcoholic solutions.
I. Surface tension. J. Colloid Interface Sci. 1994, 167, 247-
255.

Graham, D. E.; Phillips, M. C. Proteins at liquid interfaces. I.
Kinetics of adsorption and surface denaturation. J. Colloid
Interface Sci. 1979a, 70, 403-414.

Graham, D. E.; Phillips, M. C. Proteins at liquid interfaces.
II. Adsorption isotherms. J. Colloid Interface Sci. 1979b,
70, 415-426.

Halling, P. J. Protein-stabilized foams and emulsions. CRC
Crit. Rev. Food Sci. Nutr. 1981, 13, 155-203.

Kato, A.; Nakai, S. Hydrophobicity determined by a fluores-
cence probe method and its correlation with surface proper-
ties of proteins. Biochim. Biophys. Acta 1980, 624, 13-20.

Kim, S. H.; Kinsella, J. E. Surface activity of food proteins:
relationships between surface pressure development, vis-
coelasticity of interfacial films and foam stability of bovine
serum albumin. J. Food Sci. 1985, 50, 1526-1530.

Kokelaar, J. J.; Prins, A.; de Geen, M. A new method for
measuring the surface dilational modulus of a liquid. J.
Colloid Interface Sci. 1991, 146, 507-511.

Krog, N. J.; Riison, T. H.; Larsson, K. Applications in the Food
Industry. I. In Encyclopedia of Emulsion Technology; Bech-
er, P., Ed.; Dekker: New York, 1985; Vol. 2.

Lucassen, J.; van den Tempel, M. Dynamic measurements of
dilational properties of a liquid interface. Chem. Eng. Sci.
1972, 27, 1283-1291.

Lucassen-Reynders, E. H. Interfacial viscoelasticity in emul-
sions and foams. Food Struct. 1993, 12, 1-12.

MacRitchie, F. Proteins at interfaces. Avd. Protein Chem. 1978,
32, 283-326.

MacRitchie, F.; Alexander, A. E. Kinetic of adsorption of
proteins at interfaces. Part II. The role of pressure barriers
in adsorption. J. Colloid Sci. 1963, 18, 458-463.

Malhotra, A. K.; Wasan, D. T. Interfacial rheological properties
of adsorbed surfactant films with applications to emulsion
and foam stability. Surfactant Sci. Ser. (Thin Solid Films)
1988, 29, 829-890.

Murray, B. S.; Dickinson, E. Interfacial rheology and the
dynamic properties of adsorbed films of food proteins and
surfactants. Food Sci. Technol. Inst. 1996, 2, 131-145.

Phillips, P. M. Protein conformation at liquid interfaces and
its role in stabilizing emulsions and foams. Food Technol.
1981, 35, 50-58.

Rodrı́guez Patino, J. M.; Martı́n, R. Spreading of acylclycerols
on aqueous surfaces at equilibrium. J. Colloid Interface Sci.
1994, 167, 150-158.

Rodrı́guez Patino, J. M.; Rodrı́guez Niño, M. R. Protein
adsorption and protein-lipid interactions at the air-aqueous
solution interface. Colloids Surfaces A 1995, 103, 91-103.

Sarker, D. K.; Wilde, P. J.; Clark, D. C. Competitive adsorption
of L-R-lysophosphatidylcholine/â-lactoglobulin mixtures at
the interfaces of foams and foam lamellae. Colloids Surfaces
B 1995, 3, 349-356.

Sreerama, N.; Woody, R. W. A self-consistent method for the
analysis of protein secondary structure from circular dichro-
ism. Anal. Biochem. 1993, 209, 33-44.

Suttiprasit, F.; Krisdahasima, V.; McGuire, J. The surface
activity of R-lactalbumin, â-lactoglobulin and BSA. I. J.
Colloid Interface Sci. 1992, 154, 316-326.

Tanford, C. Contribution of hydrophobic interactions to the
stability of the globular conformation of proteins. J. Am.
Chem. Soc. 1962, 84, 4240-4247.

Tornberg, E. The application of the drop volume technique to
measurements of the adsorption of proteins at interfaces.
J. Colloid Interface Sci. 1978, 64, 391-402.

Ward, A. F. H.; Tordai, L. Time dependence of boundary
tensions of solutions. I. The role of diffusion in time effects.
J. Chem. Phys. 1946, 14, 453-461.

Xu, S.; Damodaran, S. The role of chemical potential in the
adsorption of lysozyme at the air-water interface. Langmuir
1992, 8, 2021-2027.

Xu, S.; Damodaran, S. Kinetics of adsorption of protein at the
air-water interface from a binary mixture. Langmuir 1994,
10, 472-480.

Received for review February 10, 1997. Revised manuscript
received May 22, 1997. Accepted May 23, 1997.X This
research was supported in part by DGICYT through Grants
PB93-0923 and PB04-1459. J.M.R.P. is also grateful to
DGICYT for providing Grant PR95-175. J.M.R.P. and M.R.R.N.
thank IFR for providing excellent facilities and support for this
work. P.J.W. and D.C.C. acknowledge the support of the
Biotechnology and Biological Sciences Research Council. P.J.W.,
D.C.C., and J.M.R.P. acknowledge the support of the EC
Network Project ERBCHRXT930322

JF9701143

X Abstract published in Advance ACS Abstracts, July
1, 1997.

Rheokinetic Analysis of Protein Films on Aqueous Solutions. 1 J. Agric. Food Chem., Vol. 45, No. 8, 1997 3015


