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ABSTRACT: Microgel particles of cross-linked poly(NIPAM-
co-acrylic acid) with different acrylic acid contents are
investigated in solution and in the adsorbed state. As a
substrate, silicon with a poly(allylamine hydrochloride) (PAH)
coating is used. The temperature dependence of the deswelling
of the microgel particles was probed with atomic force
microscopy (AFM). The inner structure of the adsorbed
microgel particles was detected with grazing incidence small
angle neutron scattering (GISANS). Small angle neutron scattering (SANS) on corresponding microgel suspensions was
performed for comparison. Whereas the correlation length of the polymer network shows a divergence in the bulk samples, in the
adsorbed microgel particles it remains unchanged over the entire temperature range. In addition, GISANS indicates changes in
the particles along the surface normal. This suggests that the presence of a solid surface suppresses the divergence of internal
fluctuations in the adsorbed microgels close to the volume phase transition.

■ INTRODUCTION

Due to the tunability of their softness and fast response to
various external stimuli (temperature, pH, and ionic strength),
colloidal suspensions of microgel particles are studied with
aiming at an understanding their basic physical properties.1−6

Among these systems poly(N-isopropylacrylamide) (PNIPAM)
is the most intensively explored. As a result of numerous
experimental and theoretical investigations, the swelling/
deswelling behavior of uncharged homopolymer microgels
and gels is well understood. From a theoretical point of view
the Flory−Rehner theory is successful in explaining the
swelling/deswelling behavior as an interplay of osmotic
pressure contributions.7 A variety of experimental methods
such as static and dynamic light scattering, elastic and
quasielastic small-angle neutron scattering,8−11 NMR,12 and
imaging techniques are used for the characterization of the
microgel bulk phase morphology, the internal network
structure, the dynamics, and the swelling/deswelling behavior.
For ionic microgel particles, formed by the incorporation of
ionizable comonomers into the gel network, the situation
becomes more complex.13−17 Experimentally, many similarities
among ionic microgels, polyelectrolytes, and biopolymer gels
were found.18−20 Introducing charges into the network adds a
tunable electrostatic contribution to the effective interaction
between pairs of microgel particles. Moreover, loosely cross-
linked ionic microgels combine properties of hard spheres and
soft particles, and the soft repulsive interaction was investigated

theoretically and experimentally.21−23 However, theoretical
concepts for nonionic microgels cannot be easily applied and
extended to these charged systems. A prediction of the
swelling/deswelling behavior requires an extension of the
total osmotic pressure by additional terms describing fixed
charge−charge repulsion, counterion condensation, and the
Donnan potential accounting for coion effects and background
electrolytes.22 Recent studies investigated the specific features
of the swelling behavior of ionic microgels.24−26

With respect to adsorbed microgel films, even less is known
since these systems have only been rarely investigated. AFM
and ellipsometry measurements demonstrated the conservation
of the stimuli-responsivity in the adsorbed state and the
possibility of preparing densely packed layers.27−31 Coatings
based on these particles are envisioned as new actuators,
controlled release systems, smart cell culture substrates,32

biosensors, and thermomechanical devices.33,34 Dense packing,
interparticle interaction, overlapping of dangling ends of
neighboring particles, particle compression, and the interactions
between the surface and the particles prevent a simple
application of the bulk phase behavior concepts to the
adsorbed state. It has been shown that poly(NIPAM-co-acrylic
acid) microgel particles in bulk solution exhibit a two-step
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phase transition (at 32 and 45 °C),35 at least for higher
comonomer contents. Other studies report a single-step
transition.16,36 However, particles adsorbed on a gold surface
exhibit only one VPT.37 Most studies in the adsorbed state
analyzed single, well-isolated particles to exclude effects due to
dense packing. Beside the temperature-dependent morphology
of the particle layers, their internal structural properties are also
of interest. However, these are not directly accessible by
techniques such as AFM and ellipsometry.38,39 The swelling
behavior of adsorbed particles could only be modeled using
only a modified Flory−Rehner approach.27 The application of
neutron scattering techniques provides direct access to these
internal properties. Small-angle neutron scattering (SANS)
gives access to the relevant length-scale regime.40−43

Because the sample volume of a monolayer of microgel
particles on a substrate is much smaller as compared to that of
typical bulk samples probed with SANS, simple SANS
measurements cannot be performed. Grazing incidence small-
angle neutron scattering (GISANS) is a powerful technique for
overcoming this problem.44 GISANS was used successfully for
the investigation of polymer droplets on solid supports which
resemble a similar scattering volume to that of the microgel
particles.45,46 Due to the presence of water surrounding the
microgel particles and thus the need to use a liquid cell, the
GISANS experiment becomes more complex. In the present
work, the aim is the detection of a small length scale on the
order of a few nanometers, which will have its related GISANS
signal at rather high values of the scattering vector. This makes
the scattering experiment reported in this work a challenging
task. The experimental situation is sketched in Figure 1. To

provide sufficient scattering signal, a densely packed monolayer
of gel particles, swollen with solvent (water) with a height of a
few hundred nanometers, is in contact with a solvent reservoir
(height 103 to 104 times larger than the particle layer). The
contact with the solid charged surface introduces a particle
compression. The attractive interaction between surface and
particles leads to the spherical cap-type shape of the particles.
In contrast to studies on isolated particles, dense packing results
in interparticle interaction and the overlapping of dangling ends
of neighboring particles. The present paper combines AFM and
GISANS measurements and focuses on the temperature
dependence of the fluidlike thermal network fluctuations in
adsorbed microgel particles. Due to the large solvent reservoir
above the adsorbed layer, no osmotic deswelling is expected
due to high counterion concentrations in the solvent and due to
the lateral packing of the adsorbed particles. AFM measure-

ments in a temperature-controlled liquid cell were used to
determine the swelling/deswelling of the microgel particles on
the surface during the temperature-induced volume phase
transition. In addition, SANS and DLS measurements on
microgels in suspension were done for reference and compared
to results from GISANS experiments.

■ EXPERIMENTAL SECTION
Microgel Preparation. Two ionic microgel systems of different

comonomer concentrations were synthesized. Monomer (N-isopro-
pylacrylamide, NIPAM, Aldrich, 97%), cross-linker (N,N-methylene-
bisacrylamide, BIS, Aldrich, 99.5%), comonomer (acrylic acid, AAc,
Aldrich, 99%), and radical starter (potassium persulfate, KPS, Fluka,
99%) were used as received. The microgels were synthesized using a
cross-linker content of 2 mol % BIS (related to the amount of
NIPAM) and comonomer contents of 5 and 20 mol % AAc in relation
to the total monomer content including the cross-linker. The microgel
synthesis was performed via precipitation polymerization without
additional surfactant as described elsewhere.47 Both systems are named
according to the nominal comonomer content, microgels AAc-5 and
AAc-20. Titration was performed to determine the effective AAc
amount incorporated into the microgels. A 0.5 wt % microgel solution
was titrated with 2.5 mM NaOH in a Titrando 836 (Metrohm GmbH,
Germany).37 The effective AAc contents for samples AAc-5 and AAc-
20 were 2.2 and 18.2 mol % AAc.

For the AFM and GISANS measurements the microgels were spin-
coated onto poly(allylamine hydrochloride) (PAH)-covered silicon
wafers. This initial layer of the weakly charged polyelectrolyte was used
to support the adhesion of microgel particles via electrostatic
interaction between the positively charged surface and the negatively
charged microgel particles. Spin coating was done using a P6700 spin
coater (SCS, Inc., Indianapolis, IN, USA). All preparations were
carried out at room temperature in a clean room environment by
applying 2000 rpm for 300 s at an initial concentration of 0.05 wt %.
Under these conditions adsorbed films of well-separated microgel
particles were obtained on silicon wafer surfaces of 2 × 2 cm2. For
GISANS experiments 500 rpm for 300 s with an initial concentration
of 1 wt % were chosen as the spin-coating conditions to prepare a
close-packed monolayer on a 5 × 8 cm2 surface of a silicon single-
crystal block (Siliciumbearbeitung Holm, Germany).

Deuterated water of 99.90% isotopic purity (Eurisotop, France) was
used as a solvent.

For all measurements in water, a three-stage Millipore Milli-Q Plus
185 was used for purification. The pH values for all used solutions
were pH 5.8 for AAc-5 and pH 5.5 for AAc-20. No salt was added to
tune the pH. In the case of D2O, no further pD adjustment was made.
Consequently, in all measurements the microgel samples were largely
ionized to provide strong adhesion to the solid surface. For
comparison of the bulk behavior, samples of AAc-5 and AAc-20
were also measured at pH 2. In this case the pH was tuned by the
addition of HCl.

AFM Measurements. All AFM measurements were performed
with a JPK NanoWizard II (JPK Instruments, Berlin, Germany). The
particle imaging was done using a thermostatted liquid cell. Uncoated
CSC37 silicon cantilevers were obtained from Micromasch (Wetzlar,
Germany). The sample temperature was varied from 20 to 60 °C to
follow the thermoresponsivity and to determine the VPT temperature.
Calculation of the particle volume in the adsorbed state was done
according to the literature.37 The measured cross section is rotated
around the y axis with the assumption of rotational symmetry. The
volume created by that rotation was calculated numerically, according
to eq 1

∫π=V f h h( ) d
H

0

2
(1)

where H is the height of the adsorbed microgel, f(h) is the cross-
sectional profile, and h is the slow-scan axis. The volume of the
adsorbed particles was determined from independent measurements of
at least three particles.

Figure 1. Schematic representation of the sample. Adhesive charged
poly(NIPAM-co-acrylic acid) microgel particles are organized in a
monolayer at an oppositely charged surface. Typically, silicon surfaces
coated with a polyelectrolyte layer serve as an adherend. Beside van
der Waals forces, repulsive and electrostatic interactions contribute to
the adhesive−adherent interaction.
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Dynamic Light Scattering Measurements. Dynamic light
scattering (DLS) measurements were performed using an ALV
goniometer setup equipped with an Nd/YAG laser operated at a
wavelength of 532 nm. The swelling/deswelling behavior was
measured in the temperature range between 20 and 60 °C with a
microgel dispersion concentration of 0.01 wt %. Intensity−time
autocorrelation functions were recorded at a fixed scattering angle of
60°. The data were analyzed by inverse Laplace transformation
applying the CONTIN algorithm. Data obtained at 20 and 50 °C in
the protonated and deprotonated states were used for the comparison
of the particle volumes in the bulk and adsorbed on the silicon surface.
SANS Measurements. Experimental Details. SANS measure-

ments were made on the KWS-2 instrument of the JCNS at the FRM-
II (Garching, Germany). At a neutron wavelength of 5 Å, three
sample-to-detector distances (2.05, 8, and 20 m) were combined to
cover a Q range from 0.001 to 0.4 Å−1. The neutron beam collimation
was adapted to sample−detector distances of 2.05, 8, and 20 m. A
sample of the AAc-5 microgel system was measured in quartz cells
with a 2 mm neutron path way. Measurements were made at eight
temperatures in the range from 20 to 55 °C. The sample was
thermostatted at the desired temperature using a thermocycle with a
stability of ±0.1 K and equilibrated at each temperature for 15 min
prior to the SANS measurement.
Data Analysis. Raw scattering data were initially treated, radially

averaged, and brought to absolute scale by the procedures provided by
JCNS using the QtiKWS10 software. Figure 2 shows example of two

representative SANS curves measured for sample AAc-5 at temper-
atures of 20 and 55 °C. Due to the large size of the microgel particles
and the selected resolution in the SANS experiment, form factor
oscillations do not lie within the experimental Q range. Thus all SANS
data are fitted with eq 2.
To analyze the SANS data, a model using a superposition of the

Ornstein−Zernike scattering function, the Porod law, and an internal
incoherent sample background was selected. This model has been
frequently used to fit SANS data of neutral microgels and corresponds
to a scattering contribution from the particle surface and the scattering
from solvated fluctuating polymer chains.48 For weakly charged ionic
gels the same model is assumed to be applicable.49 Other authors

applied a modified squared Lorentz function based on the Debye−
Bueche function in combination with the sum of a power law and an
Ornstein−Zernike contribution to describe their data.50 This treat-
ment is different compared to the analysis of small-angle scattering
data from macrogels. In macrogels, no Porod scattering occurs.
Instead, one observes a Guinier-like decay related to the distance
between the chemical cross-links. In microgels, this length scale related
to the chemically fixed network cannot be resolved. Only the dynamic
solutionlike correlation length is observed. In the case of pure
polyelectrolyte gels, the observation of a second length scale due to the
locally stretched polymers was reported.18 Moreover, for neutral
PNIPAM microgels it was reported that two distinct length scales
related to chain dynamics can be resolved, one stemming from the
dense core and the other one from the loosely cross-linked shell.40

However, for the analysis of the scattering curves of sample AAc-5 we
used the combination of the Porod scattering law and the Ornstein−
Zernike equation given by

ρ
ξ

∝ Δ +
+αI Q

A
V Q

I
Q

( )
1 (0)

1
L

2 2 (2)

A/V denotes the surface area per unit volume, and Δρ is the
contrast in terms of the difference in scattering length densities of the
microgel particles and the surrounding solvent. The exponent is α = 4
in the ideal case of smooth surfaces according to the predictions of the
Porod scattering law. The liquidlike correlations in the polymer
network decay with the dynamic correlation length ξ. ξ is
approximately a factor of 5−10 smaller compared to the mean
distance between the chemical cross-links.

GISANS Measurements. Experimental Details. GISANS meas-
urements were performed at the D16 instrument at the ILL
(Grenoble, France). A sample−detector distance of 1 m was used to
access a large Q range. An evacuated neutron flight path and a
vertically focused monochromatic neutron beam (wavelength of 4.76
Å) were selected. The neutron beam was focused onto the detector to
make use of the 120 mm beam height of the primary beam and thus
achieve high-flux conditions. The focal spot on the detector was 17
mm in the vertical direction and an additional guard slit was mounted
in front of the sample to optimize the background conditions. The
samples were mounted in a custom-made D2O-filled liquid cell to
enable the investigation of the solid−liquid interface. In this cell, the
sample surface is sealed against air by using a Teflon trough inside an
aluminum housing. Thermal equilibration and temperature control
inside the sample cell were achieved by cooling water circulation
through the aluminum housing. A Pt100 element was placed inside the
trough close to the sample surface. The neutron beam entered the
sample through the silicon block. In order to reduce the background,
additional Cd shielding at the entrance and exit sides were used to
block the direct neutron beam and parasitic scattering.

In Figure 3 the GISANS geometry is depicted. The sample surface is
oriented in the x − y plane, and the neutron beam enters and leaves
the surface with an initial angle αi and a scattering angle αf in the
scattering plane defined by the x and z planes. In the case of diffuse
scattering due to lateral structures in the sample, contributions out of
this scattering plane at an additional lateral scattering angle of 2θf
occur. In GISANS geometry, the components of the scattering vector
Q are defined by

π
λ

θ α α= −Q
2

(cos 2 cos cos )x f f i (3)

π
λ

θ α=Q
2

(sin 2 cos )y f f (4)

π
λ

α α= +Q
2

(sin sin )z i f (5)

and probed depending on the chosen type of scattering experiment.
The critical angle of total reflection αc is given by

Figure 2. Examples of SANS data measured for sample AAc-5 at 20
and 55 °C. The curve measured at 20 °C contains contributions from
the Porod regime and the Ornstein−Zernike part. In between both
contributions, the intensity is proportional to Q−1. At 55 °C, the Porod
regime dominates the signal.
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α λ
π

= Nb
c (6)

Here, λ is the neutron wavelength, N is the atomic number density,
and b is the bound coherent scattering length. From the experimental
conditions, αc = 0.3° was calculated by taking into account the
scattering length densities of ρ = 6.35 × 10−6Å−2 for D2O and ρ = 5.84
× 10−6Å−2 for the microgel. The scattering depth D of the neutrons
determines the experimentally accessible volume in the near surface
region of the sample and is given by

λ
π

=
+

D
l l2 ( )i f (7)

where li,f depend on the critical angle of incidence αc and the angles of
the incident beam αi and reflected beam αf.

44,51

α α α α β= − + − +( )l ( ) ( ) 4i,f c
2

i,f
2

i,f
2

c
2 2 2

1/2

(8)

Within the distorted wave Born approximation (DWBA), the
differential cross section is separable in a specular signal and a
perturbed diffuse scattering contribution

= +I Q I Q I Q( ) ( ) ( )surf spec diff (9)

Within the effective surface approximation, the diffuse scattering
part can be simplified to52

α α∝ =I Q S Q S Q T T( ) ( ) ( ) ( ) ( )idiff DBWA BA
2

i f
2

f (10)

where A is the illuminated surface area, Ti,f represents the Fresnel
transmission functions for incident and reflected beams, and S(Q) is
the diffuse-scattering factor. The Fresnel transmission functions act
only as overall scaling factors in the GISANS geometry because αi,f are
fixed.
Data Analysis. Initial data treatment was done using the LAMP

software provided by the ILL. Selected line cuts of the two-
dimensional (2D) GISANS data were done. A vertical line cut at
Qy = 0 along the Qz direction and a horizontal line cut at constant Qz

at the position of the Yoneda peak along the Qy direction were selected
for analysis.

Figure 4 depicts examples of the background-corrected GISANS
data from an adsorbed ionic microgel film. In graph a, vertical line cuts

at four temperatures below, above, and close to the VPT are shown.
The dashed and dashed−dotted lines are fits of a Gaussian profile to
the Yoneda and the specular peak. Graph b shows a horizontal line cut
at 20 °C. The model for the quantitative description

σ ξ
= −

−
+

+

⎛
⎝
⎜⎜

⎞
⎠
⎟⎟F Q A

Q Q I
Q

( ) exp
( )

2
(0)

1
max

2

2
L

2 2
(11)

consists of the sum (solid line) of a Gaussian function approximating
the instrumental resolution function (dashed−dotted line) and a
Lorentzian curve describing the lateral Ornstein−Zernike contribution
in the wings of the Yoneda peak (dashed line). The sum of both
components is shown as a solid line.

■ RESULTS AND DISCUSSION
Deswelling of a Monolayer of Microgel Particles. In

real space the sample surface is imaged with AFM. Figure 5a
shows four AFM micrographs of temperature-dependent height
profile measurements in a thermostatted liquid cell on single
adsorbed microgel particles for systems AAc-5 and AAc-20 at
20 and 50 °C. At 20 °C the particle size is larger than at 50 °C
in both systems. This confirms that temperature-dependent
deswelling is still possible in the adsorbed state for both
systems. In Figure 5b the densely packed adsorbed microgel
particles (AAc-5) in the dry state are shown. The measurement
was done after the GISANS experiment and illustrates the
stability of the adsorbed layer even over the long measurement
time of the GISANS experiment.
In Figure 6 the swelling ratio α(T) (volume normalized with

respect to particle volume at 20 °C and values calculated using
eq 1) for AAc-5 and AAc-20 is shown. The swelling ratio
decreases from α = 1 at 20 °C to α = 0.4 for AAc-5 and α = 0.2
for AAc-20 in the deswollen state at 50 °C. The volume phase
transition temperatures are 43 °C for AAc-5 and 45 °C for
AAc-20. The shift of the VPTT compared to the VPTT in the
bulk results from the electrostatic repulsion and the osmotic
pressure inside the charged polymer network.37 The electro-

Figure 3. Scheme of a GISANS experiment. Vertical cuts along the Qz
direction and horizontal cuts along the Qy direction are indicated.

Figure 4. (a) Examples of the background-corrected GISANS data
from an adsorbed ionic microgel film. Vertical line cuts at four
temperatures below, above, and close to the VPT. The dashed and
dashed−dotted lines are fits of a Gaussian profile to the Yoneda and
the specular peaks. (b) Horizontal line cut at 20 °C. The model for the
quantitative description consists of the sum (solid line) of a Gaussian
function approximating the instrumental resolution function (dashed−
dotted line) and a Lorentzian curve describing the lateral Ornstein−
Zernike contribution in the wings of the Yoneda peak (dashed line).
The sum of both components is shown as a solid line.
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static repulsion expands the polymer chains and thereby the
network. Intimately linked with this is the increase in the
osmotic pressure due to the increase in the counterion
concentration inside the microgel particles.24,25 The temper-
ature dependences of particle height H(T) vertical to the
surface and the lateral particle dimension L(T) parallel to the
surface were extracted from the cross sections of the AFM
height profiles, normalized (H0 = H(T0) and L0 = L(T0), T0 =
20 °C) and plotted as a function of temperature, as shown in
Figure 6.
Table 1 summarizes the results of DLS and AFM

measurements in terms of particle volumes in the suspension
and the adsorbed state. The particle volumes in the swollen and
deswollen states in the bulk were calculated from hydro-

dynamic radii Rh measured for both systems at 20 and 50 °C.
For comparison the hydrodynamic radii of both samples at pH
2 at both temperatures are added to the table. In the charged
state the size is larger than at pH 2, where the chargeable
groups are protonated. The particle volumes at the solid surface
are much smaller with respect to the bulk values. However, the
relative differences between the values of AAc-5 and AAc-20
remain very similar in the adsorbed state compared to the bulk
data. Beside the large difference in volume in relation to the
bulk values, this leads to a stronger deswelling effect for AAc-
20. It was observed that an increasing content of acrylic acid has
the same effect on the microgel elasticity as the reduction of the
cross-linker content.53,54

Inner Structure of Microgel Particles in Solution. It is
well known that thermoresponsive bulk gels and microgels in
solution exhibit an increase in ξ when approaching VPTT.
Therefore, here we present only the temperature-dependent
data of AAc-5 to underline this exemplary behavior in the
present study. To probe the temperature-responsive behavior of
the microgel particles, SANS measurements for eight different
temperatures between 20 and 55 °C were performed. The
SANS data were fitted using a superposition of the Ornstein−
Zernike scattering function, the Porod law, and an internal
incoherent sample background (eq 2). The resulting correlation
length ξ is shown as a function of temperature in Figure 7. In
the swollen state at 20 °C, a value of ξ = 25 Å was found for
AAc-5. (For AAc-20 at 20 °C a value of 28 Å was obtained from
SANS measurements not shown here.) Increasing the sample
temperature changes the solvent condition, and ξ strongly
increases up to its maximum value of 90−100 Å in the
temperature range of 34−36 °C. A further temperature increase
reduces ξ again as the VPT is passed. At a temperature of 45 °C
the data indicate a second and less pronounced decrease in ξ
from 30 to 10 Å. In the intermediate Q range of the SANS data

Figure 5. (a) AFM images of AAc-5 in water taken in intermittent contact mode at 20 and 50 °C, respectively. The scan size is 5 × 5 μm2. (b)
Densely packed adsorbed microgel particles (AAc-5) in the dry state measured after the GISANS experiment. Here, the scan size is 20 × 20 μm2.

Figure 6. Top row: Volume ratio vs temperature for AAc-5 (left) and
AAc-20 (right). Bottom row: Microgel height and microgel width vs
temperature for AAc-5 (left) and AAc-20 (right). The particle height
H(T), width L(T), and volume were extracted from the particle cross
sections. The data are normalized to values at 20 °C.

Table 1. Summary of the Hydrodynamic Radii of AAc-5 and AAc-20 in Suspensiona

Rh (nm)
b Rh (nm)

c Vbulk (10
7 nm3) Vads (10

7 nm3)

20 °C 50 °C 20 °C 50 °C 20 °C 50 °C 20 °C 50 °C H0 (nm) L0(nm)

AAc-5 470 93 563 323 75 14 9.6 3.4 363 1000
AAc-20 590 80 980 275 394 9 12 1.5 270 1133

aParticle volumes in suspension (deprotonated state) and in the adsorbed state at 20 and 50 °C and the values of H0 and L0 at 20 °C.
bAt pH 2. cAt

pH 5.8 and 5.5.
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at temperatures below the VPT the scattering intensity is
proportional to Q−1. Such a region was also reported for
polyelectrolyte gels and suggests the presence of an additional
length scale in the network due to locally stretched polymers or
structural heterogeneities.18

Inner Structure of the Microgel Particles on a Solid
Support. With GISANS, the network correlation length of the
microgel particles on the solid support is determined. The
GISANS geometry is sketched in Figure 3. The 2D GISANS
data were analyzed in vertical and horizontal line cuts as shown
in Figure 4. Figure 8 compares exemplarily horizontal line cuts
of the 2D GISANS data measured for an adsorbed microgel
film immersed in D2O for three sample temperatures at the
position of the Yoneda peak. The temperatures are chosen
below, close to and above the VPT. The solid lines are fits using
eq 11. At low Qy values the resolution function determines the

diffuse intensity distribution Idiff(Qy). This contribution is well
approximated by a Gaussian function. The diffuse scattering
from the sample dominates the scattering intensity at values Qy
> 0.05 Å−1. In this Qy range, the intensity is fitted with an
Ornstein−Zernike-type function according to the bulk-phase
scattering properties. The model fits the scattering intensity
over the whole measured Qy range. Within the experimental
error the scattering intensity at high Qy values shows no
differences at the three temperatures. Only the shoulder in the
intermediate Q range from 0.02 to 0.1 Å−1 is not observed in
the GISANS data at temperatures below the volume phase
transition. This experimental observation indicates a reduced
contribution of the thermal density fluctuations to the
scattering intensity.
The vertical cuts were used to analyze the intensity of the

specular peak. Figure 9a compares the peak intensities of the

specular peak in the investigated temperature range for both
samples. For better comparability, all intensities are normalized
to the corresponding intensities at T = 20 °C. The peak
intensity decreases for both samples, and for sample AAc-20 the
trend is more pronounced, which is related to the stronger
shrinking effect, already demonstrated in Figure 6. The
temperature dependence of the maximum intensity of the
Yoneda peak is not shown. It remains nearly constant in the
case of sample AAc-5 and increases only very slightly for sample
AAc-20 with increasing temperature. The temperature depend-
ence of the specular peak intensity corresponds to the behavior
observed in the AFM measurements on isolated particles of
type AAc-5 and AAc-20 as described above. The deswelling of
the particles with increasing temperature changes the scattering
length density of the layer in the GISANS experiment due to
the increasing expulsion of the deuterated water. As a result, the
critical angle and the position of the edge of external total

Figure 7. Correlation length ξ of sample AAc-5 in the temperature
range between 20 and 55 °C in solution (SANS). At the VPT, ξ
diverges and decreases strongly at temperatures above that point. VPT
and the second transition are marked with dashed lines.

Figure 8. Horizontal line cuts of the 2D GISANS data (circles)
measured for sample AAc-5 at three sample temperatures. The solid
lines show the corresponding fits.

Figure 9. (a) Normalized intensity of the specular peak for samples
AAc-5 and AAc-20 shown as a function of temperature. (b)
Temperature dependence of the correlation lengths ξ for samples
AAc-5 and AAc-20. ξ(T) is normalized to ξ(T0), where T0 is the
lowest temperature in each measurement series to allow for a
comparison between both samples. Solid and dashed lines are guides
to the eye.
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reflection for the neutrons change. Thus the specular intensity
is affected. The less pronounced changes in the Yoneda peak
intensities reflect the absence of a serious lateral roughening of
the films. Therefore, the temperature dependence of the
specular and Yoneda peak intensities indicate structural changes
in the densely packed adsorbed microgel film in the direction
along the surface normal only.
To extract structural information related to the hydrogel

network, the correlation length ξ(T) for both samples is
determined. Figure 9b shows these values normalized to the
value at the lowest measured temperature (ξ0(T0), T0 = 20 °C).
The absolute values of ξ are 21 Å for AAc-5 and 18 Å for AAc-
20 at T0. Within the precision of the experiment, no significant
changes in the correlation length are visible upon crossing the
VPT. This finding is contrary to the behavior in solution which
was probed with the SANS measurements. Both the absence of
a pronounced shoulder in the intensity in the intermediate Qy
range and the temperature dependence of ξ(T) indicate a
significant confinement effect on the volume phase transition of
the adsorbed microgel particles. Most likely this confinement is
introduced by the solid substrate. Effects due to interaction
with neighboring microgels cannot be completely ruled out at
the high 2D packing densities in the layers studied here.
However, the temperature-dependent AFM measurements in
the present and also in previous works show that the particles
swell only marginally in plane. Therefore, we think that
confinement due to a high packing density has only a small or
no influence on the fluctuations of the correlation lengths in the
present case. The cross-linked polymer network deswells, but
this seems not to influence the fluidlike thermal fluctuations of
the network. Modifications of the behavior of critical
fluctuations in a confined state with respect to the bulk are
also known for binary fluid mixtures.55,56 Moreover, confine-
ment effects due to the presence of a solid impenetrable wall
are also discussed to be of importance for structure and wall−
polymer interactions in the case of polyelectrolyte stars close to
a wall.57 In general, our experimental observations would
correspond to a stiffening of the polymer network. This
interpretation is in line with the recent observation that the
divergence of ξ is also suppressed in solution if the microgels
have a cross-linker content of 15 mol % or more.58 Possible
reasons for the stiffening of the adsorbed state are electrostatic
interactions between network and surface and deformation and
compression of the polymer network inside the hemispherically
shaped adsorbed microgel particles. The electrostatic attraction
has been proven by the addition of salt. Due to screening, the
particles start to swell.38,59 Speculatively, such effects inside the
adsorbed particles should be pronounced in the vicinity of the
solid surface. With increasing vertical distance z from the
surface, the polymer network properties inside the adsorbed
particles should become similar to those of a freely diffusing
microgel particle of the same composition and temperature.
Ionic microgel particles exhibit soft repulsive interactions. Due
to the close packing and possible interpenetration of the
dangling polymer chains of the particles in the region close to
the solid surface, additional repulsive interactions could be
introduced into the system, which then contribute to the
observed stiffening.
It should be noted that the GISANS measurements were

performed with αi > αc, which gives rise to a very large
scattering depth of the neutrons. As a consequence, the diffuse
intensity was collected from the entire height of the adsorbed
particle layer. Close to the solid surface the polymer

concentration is larger than in the loosely connected outer
shell region of the microgel particles. Scattered neutrons from
near the surface might contribute more strongly to the GISANS
signal than would neutrons scattered from the shell region. In
addition, AFM measurements39 suggest an interaction of the
polymer chains with the substrate, which leads to a partial
collapse due to the adsorption process. As a result, an enhanced
stiffness of the network gives an enhanced bulk modulus. A
stiffening of the network would reduce the amplitude of
thermal fluctuations and suppress the corresponding scattering
signal.
Our combined SANS, AFM, and GISANS experiments show

that microgel particles behave significantly differently on the
local scale if dissolved in solution or positioned on a solid and
charged support.

■ CONCLUSIONS
The temperature dependences of the correlation length of
network fluctuations in weakly negatively charged poly-
(NIPAM-co-AAc) microgel particles adsorbed onto positively
charged silicon substrate surfaces and in bulk solution are
compared. The macroscopically observable volume phase
transition in the adsorbed state is well detectable in AFM
measurements and by the change in the specular intensity in
the GISANS measurements. The deswelling of the AAc-20
microgel particles is more pronounced as compared to that of
AAc-5 microgel particles due to a more fluffy structure. In
solution, the temperature dependence of the correlation length
ξ is probed with SANS measurements. For an ionic microgel
with an effective AAc content of 2.2 mol %, a behavior similar
to that of pure homopolymer PNIPAM microgels is found. The
analysis of the temperature-dependent GISANS measurements
shows a decrease in the specular peak intensity which
corresponds to the volume phase transition in the adsorbed
state and reflects changes along the surface normal. In contrast
to bulk measurements, no significant contribution of the
thermal density fluctuations to the scattered signal is observed,
and the correlation length remains constant within the
precision of the experiment. This suggests that the presence
of a solid surface suppresses the divergence of internal
fluctuations in adsorbed microgels. These findings reveal a
significant effect of the solid substrate on the temperature
dependence. This might be caused by the strong electrostatic
attraction to the substrate, but also only van der Waals
interactions might be sufficient to suppress the fluctuations.
This remains to be investigated with microgels without AAc. In
addition, the compression of the polymer network inside the
hemispherically adsorbed particles could increase repulsive
interactions. In general, the results of this study indicate an
effective stiffening of the network in the adsorbed state and
thereby underline the complexity by changing the system from
volume to monolayer samples. Future surface-sensitive
scattering experiments could address the influence of cross-
linker and comonomer contents as well as the role of the lateral
packing density of the ionic microgel particles.
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