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Poly�ethylene oxide� confined in an anodic aluminum oxide solid matrix has been studied by
different neutron scattering techniques in the momentum transfer �Q� � range 0.2�Q= �Q� �
�1.9 Å−1. The cylindrical pores of the matrix present a diameter �40 nm� much smaller than their
length �150 �m� and are parallel and hexagonally ordered. In particular, we investigated the
neutron intensity scattered for two orientations of the sample with respect to the incident beam, for
which the Q� direction was either parallel or perpendicular to the pores for a scattering angle of 90°.
Diffuse neutron scattering at room temperature has shown that the aluminum oxide has amorphous
structure and the polymer in the nanoporous matrix is partially crystallized. Concerning the
dynamical behavior, for Q�1 Å−1, the spectra show Rouse-like motions indistinguishable from
those in the bulk within the uncertainties. In the high-Q limit we observe a slowing down of the
dynamics with respect to the bulk behavior that evidences an effect of confinement. This effect is
more pronounced for molecular displacements perpendicular to the pore axis than for parallel
displacements. Our results clearly rule out the strong corset effect proposed for this polymer from
nuclear magnetic resonance �NMR� studies and can be rationalized by assuming that the interactions
with the pore walls affect one to two adjacent monomer monolayers. © 2009 American Institute of
Physics.
�doi:10.1063/1.3258329�

I. INTRODUCTION

The synthesis of nanocomposite materials is an inten-
sively developing area of science aiming at the production of
materials with novel properties. Because of their peculiar
features, such as macromolecular architecture and unique
viscoelastic properties, polymers are used as a basis for
nanocomposites.1 The emergence of confinement effects on
the polymer dynamics in these systems motivated the study
of their influence on the physical and chemical properties of
polymer systems. In particular, linear polymer melts confined
in straight nanoporous aluminum oxide channels can form
tailored one-dimensional structures, from nanotubes to nano-
rods, depending on the wetting on the surface of the pore
walls.2 Many of the final properties of these systems are
determined by the dynamical properties of the polymer. With
this work we contribute to these questions by investigating
the influence of confinement on the dynamics of a linear
polymer melt. We note that in particular the study of con-
finement effects on the glass dynamics of polymers has been
a much investigated topic during the last few years �see, e.g.,
Refs. 3–6�.

Polymer dynamics is very rich and shows different phe-
nomena depending on the temperature and length scale of
observation. Close and above the glass transition temperature
Tg, the dynamics is dominated by the �-relaxation at inter-
molecular level. Increasing the temperature, chain mobility is
enhanced and, at length scales larger than those correspond-
ing to the statistical segment, the chain dynamics can be well
described by the Rouse model. In this temperature range, the
viscoelastic properties of polymers arise due to the macro-
molecular character of the structural units in the system. The
challenge then lays in the description of many-particle cor-
relations in polymer systems which are consequence of the
uncrossibility of polymer chains. The effects of these
correlations—known as entanglements—become strong if
the molecular mass of the polymer is larger than some criti-
cal value Mc. In the pioneering works of de Gennes,7 and
Doi and Edwards,8 the successful reptation/tube theory was
presented. The theory introduces the concept of a fictitious
“tube” and developed the mathematical background of the
model. The tube-concept looks simple and clear. The main
parameter of the theory—the tube diameter—can be obtained
from mechanical measurements and, microscopically, from
neutron scattering experiments.9,10 In general, the tube diam-a�Electronic mail: m.krutyeva@fz-juelich.de.
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eter is found to be between 46 and 100 Å. Though in general
the reptation predictions for a number of experimental ob-
servables like viscosity or translational diffusion coefficient
are qualitatively in good agreement with experiment, devia-
tions are evident. To explain them, various modifications of
the reptation theory have been proposed that mainly intend to
take into account so-called “end” effects �constraint release�
and fluctuations of primitive path of polymer chain �contour
length fluctuations�.8,9,11,12 Furthermore, the question about
the transition from unentangled Rouse behavior13 to en-
tangled dynamics still remains under consideration.

The dynamics of poly�ethylene oxide� �PEO� chains un-
der confinement in nanoporous matrices have recently been
studied by field-cycling nuclear magnetic resonance �NMR�
relaxometry.14 The variation of both the molecular weight of
the polymer melt and the size of the nanoporous matrix
channel allowed exploring the dynamics at different Flory
radius/pore size ratios. It was found that the dynamics of the
confined polymer was very different from that in the bulk.
The most striking finding was that the confined dynamics
essentially did not depend on the molecular weight of the
polymer and the relation between Flory radius RF and size of
the pore channel. This finding was termed “corset effect” and
was declared to appear as a consequence of the low com-
pressibility of the polymer melt, uncrossibility of the poly-
mer chains, and impenetrable pore walls. The estimation of
the effective tube diameter gives the value 0.5 nm, i.e., one
order of magnitude smaller than that obtained from neutron
scattering experiments in the corresponding polymer bulk.15

It has also been reported that the effect of confinement is
seen already if RF�a, where a is the confinement size. The
last field-cycling NMR relaxation experiments claim a vis-
ible difference between the dynamics of bulk polymer and
that under confinement, already at pore sizes 100 times larger
than Flory radius.16

Neutron scattering accesses dynamical properties with
space/time resolution. For polymer dynamics, this allows
separating different dynamical regimes for different length
scales.17 In this work we report a study of the hydrogen
self-correlation function in protonated PEO confined in
nanoporous anodic aluminum oxide �AAO� templates. The
AAO templates are characterized by a well-defined geom-
etry. The pore system consists of parallel channels of a given
diameter with narrow size distribution. The length of the
channels is much larger than their diameter, allowing to ne-
glect any end effects of the external surface of the templates.
The polymer dynamics has been studied by neutron scatter-
ing using backscattering �BS� and time-of flight �ToF� spec-
trometers. These instruments allowed to explore the time
window from picoseconds to a few nanoseconds and values
of moment transfer Q= �Q� � in the interval 0.17 Å−1�Q
�1.9 Å−1 corresponding roughly to length scales from a
few nanometers down to some tenth of a nanometer. We
aimed to explore the influence of the confinement on poly-
mer dynamics and to check whether any interaction between
the polymer and pore walls is visible in the dynamics.

II. THEORY

A. Neutron scattering

Neutron scattering experiments measure the intensity
scattered into a solid angle between � and �+�� as a func-
tion of the energy difference between the incident �E� and
scattered �E+�E� neutrons. For protonated samples the cross
section is dominated by the incoherent scattering from the
hydrogens and the incoherent scattering function Sinc�Q� ,��
is revealed. Here Q� is the momentum transfer and 	�=�E.
Sinc�Q� ,�� is the Fourier transformation of the self-part of the
Van Hove correlation function Gself�r� , t� with respect to time
and space:

Sinc�Q� ,�� 
 �
−�

� �
−�

�

Gself�r�,t�exp�i�Q� r� − �t��dr�dt , �1�

where

Gself�r�,t� =
1

N��
i=1

N

��r� − �r�i�t� − r�i�0���	 . �2�

Gself�r� , t� gives the probability to find a given nucleus i
around the position r�+dr� if it was located at r�i�0� at t=0.
Thus, incoherent scattering gives information about the cor-
relations between the positions of the same nucleus �usually
hydrogen� at different times.

B. General approach to spectra analysis

In the Q-range usually explored by cold ToF and BS
techniques �0.2 Å−1�Q= �Q� ��1.9 Å−1� the slow decay of
the incoherent intermediate scattering function Sinc�Q , t� of
glass-forming systems attributed to segmental relaxation
above Tg is generally analyzed in terms of an empirical
stretched exponential or Kohlrausch–Williams–Watts
�KWW� function:

Sinc
KWW�Q,t� = A�Q�exp
− 
 t


KWW�Q,T��
�� , �3�

where 
KWW is the relaxation time that depends on Q and
temperature, 0���1 is stretching parameter, and A�Q� is
the Debye Waller factor. It has been found for different poly-
mers that in the Q-regime 0.2–1 Å−1 
KWW follows the
power law


KWW 
 Q−2/�. �4�

The power law �4� is related to a Gaussian form of the self-
part of Van Hove correlation function �Eq. �2��.18 Moreover,
for most of the polymers, � is experimentally found to be of
the order of 0.5 and the power law 
KWW
Q−4 is rather well
fulfilled in the limit of low Q-values �Q�1 Å−1�.17 At
higher Q-values ��1 Å−1� deviations from Eq. �4� become
pronounced, indicating non-Gaussian dynamics at short
scales.19

C. Rouse theory

The chain dynamics of low molecular weight polymer
melts can be described in terms of the Rouse model. In ad-
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dition to the friction with the surrounding viscous medium
and the stochastic forces acting on the segment of polymer
chain, this model assumes intramolecular entropic forces be-
tween the neighboring segments resulting from the chain
conformational entropy.13

The Rouse formalism is based on the solution of the
Langevin equation for the segments of a Gaussian chain con-
sisting of N segments of length l. The solution provides the
relaxation spectra of the chain and the dynamical correlation
functions. In particular, the mean squared displacement of
the segment relative to its initial point can be expressed by
following way:

�r2�t�
Rouse =
2

��3
l2� t


s
, �5�

in the limit 
s� t�
R, where 
s= l2�0 /3�2kBT is the segmen-
tal relaxation time, 
R=N2
s is the longest relaxation time
�the Rouse time�, and �0 is the monomeric friction coeffi-
cient.

Considering Gaussian distributions for the atomic dis-
placements, the incoherent scattering function is described
by the relation

Sinc�Q,t� = exp
−
Q2

6
�r2�t�
� . �6�

Substituting the result of the Rouse model �Eq. �5�� in Eq.
�6�, Sinc�Q , t� takes the form of a KWW function �Eq. �3��
with �=0.5 and a relaxation time defined by the formula


KWW
Rouse�Q,T� =

9�

Wl4Q−4, �7�

where W= �
s�
2�−1 is elementary Rouse frequency character-

izing the relaxation rate of the segment. So, extracting the
value of Wl4 from the Q-dependent characteristic timescales
�Eq. �7��, the temperature dependent monomeric friction co-
efficient can be derived,

�0 =
3kBTl2

Wl4 . �8�

We note that the Rouse model should be applicable only at
sufficiently low Q-values �where the microscopic potentials
cease to be important�. In practice, the crossover between
Rouse dynamics and local segmental dynamics is difficult to
identify and the understanding of the polymer dynamics at
these �intermediate� length scales is still an open
question.17,20,21

D. Reptation theory

Dynamics of polymer melts with molecular weight
larger than a critical value essentially differs from Rouse
dynamics. In such case the uncrossibility effects, or entangle-
ments, come into play. Reptation theory postulates that the
displacement of polymer chain segments is effectively con-
fined by a tube formed by the mutually interpenetrable
chains. Following the works of de Gennes and Doi and
Edwards,8 four dynamical regimes can be distinguished. Re-
gime I for short times �
s� t�
e� characterizes the unen-

tangled Rouse dynamics where the entanglements do not yet
influence the polymer chain dynamics �Eq. �5��. The cross-
over time between unrestricted Rouse and constrained dy-
namics 
e �entanglement time� is related to the tube diameter
d:


e =
1

�2

d4

Wl4 . �9�

In regime II �
e� t�
R� curvilinear Rouse motion of the
polymer segments along the tube �local reptation� has to be
considered,

�r2�t�
 = 2dl
 1

3�3

t


s
�1/4

. �10�

Diffusion creep �pure reptation� along the tube, which even-
tually leads to complete tube renewal, occurs in the regime
III �
R� t�
d�. The mean-square displacement becomes
weakly dependent on the molecular weight:

�r2�t�
 = 2dl
 1

3�2N

t


s
�1/2

. �11�

Regime III is limited by the maximal relaxation time of poly-
mer chain-“disengagement” time 
d. It strongly depends on
temperature and the molecular weight of the polymer as 
d

�N3, as it has been calculated by Doi and Edwards under the
assumption of fixed tube. The inclusion of constraint release
and contour length fluctuations lead to somewhat higher ex-
ponents ��3.4�.22 For long chains 
d may easily reach the
seconds scale. Above 
d Fickian diffusion of polymer chains
is expected with a strong molecular weight dependence of
the center of mass displacement �r2�t�
� tN−2.

III. EXPERIMENTAL

A. Samples

1. Anodic aluminum oxide templates

The ordered AAO templates with 40 nm pore diameter
and 150 �m pore depth were prepared by a two-step anod-
ization process of aluminum as described elsewhere.23 The
templates are comprised of a hexagonal array of parallel cy-
lindrical pores oriented perpendicularly to the surface of the
template. The morphology of the AAO was characterized by
a scanning electron microscope �SEM� �Philips XL-30
ESEM� and is shown in Fig. 1.

FIG. 1. SEM micrographs of the surface �a� and cross section �b� of the
AAO templates.
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2. Infiltration of poly„ethylene oxide… into the
nanopores

Films of commercially available and monodisperse PEO
�Polymer Source, Inc.; Mw=43 000 g mol−1; Mw /Mn=1.05�
were prepared from 5 wt % solution of PEO in chloroform.
The average end-to-end distance Re of PEO polymer chains
with Mw=43 000 g mol−1 can be calculated to be 19 nm.24

The melting temperature of bulk PEO is 338 K. The PEO
films were placed onto the AAO templates in order to carry
out the infiltration by the “precursor film” infiltration
method.25,26 In this method, a polymeric liquid precursor film
spreads over the whole surface of the AAO template, pore
walls included. Since the thickness of the precursor film is
larger than the pore radius, a complete filling of the nano-
pores is achieved. The AAO templates with the PEO film
were then annealed at 110 °C under N2 atmosphere for
60 min. The residual PEO located outside of the pores was
mechanically removed using a blade. In order to avoid the
absorption of environmental water by the confined PEO and
keep the polymer inside the pores, the templates were sealed
by aluminum sputtering. Aluminum was chosen as sputtering
material because of its transparency to neutrons.

B. Neutron scattering measurements

For the neutron scattering measurements, six filled tem-
plates were placed in a flat aluminum container. Two differ-
ent orientations of the samples with respect to the incident
beam were investigated in all cases �45° and 135°, see insert
in Fig. 6�.

1. DNS

If the incoherent scattering arises solely from spin disor-
der, it flips the neutron spin with a probability of 2/3, while
coherent scattering leaves the spin unchanged. This allows to
experimentally separate the coherent and incoherent contri-
butions to the scattered intensity by using a spin polarized
neutron beam and polarization analysis.27 For this purpose
the diffuse scattering spectrometer DNS of Jülich Centre of
Neutron Research �JCNS� at the FRM II has been used. The
incident wavelength was set to 4.74 Å enabling a range of
the scattering vectors Q between 0.5 and 2.2 Å−1. The ex-
periments were performed at room temperature. We mea-
sured the intensities scattered by the PEO-filled AAO tem-
plates as well as by the empty templates.

2. Time-of-flight

The dynamics in the picosecond region was investigated
by the ToF spectrometer TOFTOF �Ref. 28� �FRM II� with
�=6.27 Å for the incident beam. We explored five different
temperatures from 325 to 400 K. For all of them except for
350 K, where measurements at 135° are missing, the two
orientations were considered. The intensity scattered by the
sample at low temperature �40 K�, when all relevant dynami-
cal processes are frozen, has been used as resolution. Back-
ground has been taken into account by subtracting the empty
aluminum container and the empty AAO templates measure-
ments. Measuring times of about 2.5 h were used at each T
and orientation.

The ToF raw data treatment was carried out with the
program IDA.29 The data recorded by the detectors in the
angular range close to the sample orientation angle were re-
jected before data reduction because this region was heavily
shadowed by the sample. This affected the range 42° �2�
�58° for nominal 45° orientation �the angle was actually
closer to 48.8°� and 2��132° for nominal 135° orientation
�the angle was actually closer to 135.2°�. The raw data were
normalized to monitor and corrected for detector efficiency.
The intensity scattered by the empty templates in the con-
tainer was subtracted from the total intensity taking into ac-
count the transmission of the sample �0.90�. Finally, the data
were interpolated to constant Q in order to obtain the scat-
tering law S�Q ,��. Self-shielding corrections were not nec-
essary since for both sample orientations the integrated total
intensities turned out to be identical �e.g., 335 K, intensity
ratio of reflection and transmission geometry, 1.0014�

3. Backscattering

We used the BS instrument SPHERES of the JCNS at
the FRM II. The energy window was set to −31 �eV�	�
�31 �eV. With �=6.271 Å and 15 detectors at different
angles, Q-values in the range between 0.17 and 1.84 Å−1 can
be accessed. The energy resolution of the instrument was
0.65 �eV �full width at half maximum�. We investigated
325, 335, and 350 K. The intensities scattered by the empty
AAO templates in the container were carefully determined
for good background correction. The sample at low tempera-
ture �close to 4 K� was used to determine the resolution. A
measuring time of about 22 h was employed for each tem-
perature and orientation.

In both TOFTOF and SPHERES experiments, data were
collected in 1 h runs in order to check that the sample did not
crystallize during the measurements. Indistinguishable re-
sults within the uncertainties were obtained for the different
individual spectra for a given temperature and orientation of
the sample.

Previous experiments on PEO in bulk performed at dif-
ferent instruments were taken as reference for comparison.
They include results from the ToF spectrometer FOCUS
�Paul Scherrer Institute, Switzerland� �Refs. 30 and 31� and
BS spectrometers PI �former BSS spectrometer at the Fors-
chungsreaktor in Jülich�32 and IN16 �ILL, Grenoble�.33

Experimental data for bulk PEO at temperatures lower than
338 K were not available because of PEO crystallization.

IV. RESULTS

A. DNS

Figure 2�a� shows the ratio between coherent and inco-
herent contributions of the intensity scattered by the AAO
templates �without polymer�. No Bragg peaks can be identi-
fied in the accessed Q-range; the short-range order in the
templates is reflected by a broad feature that reveals the
amorphous nature of the material. The ratio between coher-
ent and incoherent contributions is in the range of 0.2–2.4,
indicating that the incoherent cross section is rather close to
the coherent one. Since the incoherent scattering from pro-
tons is more than an order of magnitude bigger than all other
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cross sections, this is only possible if the hydrogen content is
very small, and, accordingly, no significant residual water is
present in the templates. Figure 2�a� also shows that the sys-
tem is isotropic at the observed length scales because no
dependence on the sample orientation was detected.

The diffraction data also allowed determining the contri-
butions of polymer and container to the total scattered inten-
sity. The symbols in Fig. 2�b� represent the differential cross
sections �coherent plus incoherent contributions� measured
for both subsystems. The data have been corrected for detec-
tor efficiency taking as reference the intensity incoherently
scattered by the total system. This intensity was fitted to a
function of the form I0 exp�−AQ2+BQ4� accounting for in-
elasticity effects. From such description, the factors for cor-
recting the detector efficiency have been calculated and ap-
plied to the rest of the results. In the low-Q range, the
differential cross section of the sample is five times higher
than that of the cell and empty templates. Given the porosity
of 9%, the H-density in the matrix may be estimated to be
2% of that of the polymer. With increasing Q, a decrease in
the intensity due to inelasticity effects is observed for the
polymer. Nevertheless, the line shows that the overwhelming
contribution in the whole Q-range is the incoherent contribu-
tion of the polymer. Finally, the observation of Bragg peaks
evidences the semicrystalline structure of PEO at room tem-
perature.

B. Time-of-flight

Figure 3�a� displays spectra obtained from the PEO con-
fined in AAO nanopores at 375 K and a sample orientation of

135° for several Q-values in the available region from 0.2 to
1.9 Å−1. The energy range where the constant-Q interpola-
tion is possible strongly varies with the Q-value. As dis-
cussed above, these spectra are dominated by the incoherent
contribution reflecting PEO hydrogen motion.

The good statistics and wide energy window accessed by
the ToF technique allow Fourier transforming the data into
the time domain, where resolution effects can be easily re-
moved dividing by the resolution function and data analysis
is more straightforward. Fourier transformed spectra cor-
rected for the resolution function are presented in Fig. 3�b�
for Q-values from 0.2 to 1.7 Å−1. For Q�1.8 Å−1 the spec-
tra were not transformed because they were not defined in
the elastic region �see Fig. 3�a��. Fourier transformed spectra
of PEO in AAO for Q=0.7 Å−1 at sample orientation of 45°
and different temperatures are presented in Fig. 4.

C. Backscattering

Figure 5 displays typical spectra obtained at SPHERES
for different Q values at 350 K. Though the available
Q-range of SPHERES is 0.17 Å−1�Q�1.84 Å−1, the ef-
fective range where useful information can be extracted in
our case is rather reduced. On the one hand, the bad reso-
lution of the small-angle detectors limits the range to Q
�0.3 Å−1. On the other side, the detected fast dynamics at
high Q leads to completely flat spectra above Q=0.96 Å−1

FIG. 2. �a� Ratio between coherent and incoherent contributions to the in-
tensity scattered by the AAO templates; empty circles correspond to 45° and
full circles to 135° orientation �see insert in Fig. 6�. �b� Intensity scattered by
PEO in the pores �full symbols� and by the templates and empty cell �empty
symbols�. The incoherent contribution from PEO hydrogens is shown by the
line. The sample was oriented at 135° with respect to the incident beam. All
results are for room temperature.

FIG. 3. �a� ToF spectra obtained at 375 K and 135° orientation and the
different Q-values indicated �in Å−1�. �b� Fourier transformed ToF spectra at
the same temperature and orientation. Lines correspond to fits by KWW
function �Eq. �3�� with � fixed to 0.5.
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�see Fig. 5�. Due to the limited energy window covered by
BS techniques, the data were treated in the frequency do-
main.

V. DATA ANALYSIS AND DISCUSSION

A. Analysis of time-of-flight spectra

In a first step, each Fourier transformed spectrum �Figs.
3�b� and 4� was fitted by Eq. �3� for t�2 ps using three free
parameters ��, 
KWW, and A�Q��. The values of the stretching
parameter � were found to be close to 0.5, typical for bulk
PEO. In a next step � was fixed to 0.5 and the fits were
performed with 
KWW and A�Q� as free parameters. The fit-
ting curves give an overall good description of the experi-
mental data �see, e.g., Figs. 3�b� and 4�.

B. Analysis of backscattering spectra

The BS spectra were described in terms of the Fourier
transformed stretched exponential function �Eq. �3�� convo-
luted with the experimental instrumental resolution. The
stretching parameter � was fixed to 0.5, and both 
KWW and
A�Q� were considered as free, as in the case of ToF data
analysis. As commented previously, it was not possible to
extract reliable information for Q-values above approxi-
mately 1 Å−1. It is worth emphasizing that we find a perfect
agreement between the BS and ToF results. This is demon-
strated in Fig. 5, where the solid lines have been calculated
with the timescales directly deduced from the ToF analysis.

C. Dependence of the results on the sample
orientation

We first discuss whether the results depend on the orien-
tation of the samples related to the incident beam �insert in
Fig. 6�. For both instruments, in the Q-range below approxi-
mately 1 Å−1 the spectra recorded at both orientations are
indistinguishable, within the experimental uncertainties. The
optimum scattering angle to realize about the anisotropy of
the motion is 2�=90°. There, with the two sample orienta-
tions, we explore the components of momentum transfer cor-
responding to molecular displacements perpendicular �orien-
tation of 135°� and parallel �orientation of 45°� to the pore
axis separately. With the wavelength used, this corresponds
to a Q-value of 1.4 Å−1. For this Q-value, the dynamics is
too fast to be resolved with SPHERES, but is well observed
by TOFTOF. Figure 6 shows the results obtained for the two
orientations at the available temperatures. Slight differences
in the decays can be observed at 375 K and below. Taking
into account that these experimental conditions are the ideal
to resolve an anisotropy in the system, we expect that this
difference marks the highest limit for anisotropic effects in-
duced by the confining matrix.

FIG. 4. Fourier transformed ToF spectra obtained at Q=0.7 Å−1 and 45°
orientation of the sample and different temperatures. Lines correspond to fits
by KWW function �Eq. �3�� with � fixed to 0.5.

FIG. 5. BS results corresponding to 350 K at 135° and different Q-values
�symbols�. The dashed lines show the resolution function. The solid lines are
descriptions with the Fourier transformation of Eq. �3� with �=0.5 and the
timescale fixed as obtained from the ToF analysis �see the text�.

FIG. 6. Comparison between the intermediate scattering functions obtained
for the two orientations investigated at different temperatures. The selected
Q-value 1.4 Å−1 corresponding to a scattering angle 2� of about 90° relates
to Q� directed along the pores for 45° orientation of the sample and perpen-
dicular to the pore axis for 135° orientation �see insert�.
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D. Comparison with bulk PEO

For a quantitative discussion, we consider the timescales
obtained from the KWW description. Figure 7 shows the
results obtained for PEO in AAO templates from both ToF
and BS instruments. Supporting the consistency of the data
analysis performed, the timescales deduced from both spec-
trometers are in excellent agreement for all temperatures and
orientations available. In the same figure the results reported
for bulk PEO at different temperatures are also shown for
comparison. In the low Q region up to 1 Å−1, bulk and con-
fined PEO results are indistinguishable within the uncertain-
ties. In this region, the Q-dependence of the relaxation times
is well described by the Rouse prediction �Eq. �7�� �see, e.g.,
Ref. 32�. At higher Q-values deviations from Rouse behavior
for both confined and bulk PEO are obvious, reflecting non-
Gaussian statistics of the molecular displacements at small
lengthscales. This crossover to a weaker Q-dispersion has
been observed in several polymers and can be rationalized,
e.g., in terms of a sublinear jump diffusion model.19,34

For the confined polymer we observe that the
Q-dependence of the characteristic times above 1 Å−1 is
even weaker than in the bulk. Moreover, the results in the

Fig. 7 confirm the anisotropy for the displacements of the
PEO segments showed above. For Q�1 Å−1 the relaxation
timescales associated with the displacements perpendicular
to the pore axis 
KWW

� systematically exceed those attributed
to the displacements along the pore axis 
KWW

� . In particular,
at Q=1.4 Å−1 and 375 K 
KWW

� exceeds 
KWW
� by a factor of

1.4 and 
KWW
bulk by a factor of 1.7 �see Table I�. Thus, confine-

ment affects local motions and in a more pronounced way in
the direction perpendicular to the pores.

Figure 8 shows the direct comparison between the inter-
mediate scattering function of the confined PEO hydrogens
�in perpendicular orientation� and bulk PEO hydrogens at
1.4 Å−1 and 375 K. The confinement effect shows up as a
further stretching of the decay in the long time regime.
Quantification of this effect is not easy; in a first approach
we may consider that only a fraction of the hydrogens is
affected by confinement. From the integral difference be-
tween the two spectra we would deduce a value of 13% for
this fraction. We assume that the confinement effect mani-
fests in a more stretched decay of their correlation
function—pronounced stretching is one of the well-
established features of confined systems.3 Assuming a
�-value of 0.25 for this fraction we would deduce that about
13% of protons would move more slowly �about three times�
than bulklike hydrogens �see Fig. 8�. Even though the data
description is very satisfactory, another functional form for
the slow fraction cannot be excluded.

FIG. 7. Q-dependence of the characteristic times at 400, 375, and 350 K.
Data for bulk PEO are presented by open diamonds �FOCUS�, open squares
�PI�, and open stars �IN16�. TOFTOF data at the 45° and 135° sample
orientations are shown by open and filled cycles, respectively. SPHERES
data at the 45° and 135° sample orientations are presented by open and filled
triangles, respectively. The solid lines show a Q−4 dependence �Rouse
behavior�.

TABLE I. Characteristic timescales determined by the fitting of the ToF
spectra presented in the Fig. 6 �Q=1.4 Å−1� for different temperatures and
sample orientations �see insert in Fig. 6�.

T
�K�


KWW
�

�ps�

KWW

�

�ps�

KWW

bulk

�ps�

325 9.56 12.2 ¯

335 6.15 8.42 ¯

350 4.07 ¯ 3.74
375 2.26 3.20 1.85
400 1.42 1.59 1.08

FIG. 8. Intermediate scattering function of PEO hydrogens �circles� in the
AAO templates oriented at 135° and that deduced for bulk PEO �solid line�
�Ref. 31� at 375 K and Q=1.4 Å−1. The dashed line presents a fit by a sum
of 87% of the fast component �
KWW=3.2 ps� with �=0.5 like in a bulk and
13% slow component �
KWW=9.6 ps� with �=0.25. The slower component
is shown by dotted line.
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E. Monomeric friction coefficient

Taking into account l2=33.75 Å2 for PEO �Ref. 35� and
using Eq. �7� for data extrapolation in the low Q limit �Fig.
7�, the monomeric friction coefficient was calculated from
the results of PEO in the pores for the different temperatures
investigated �Eq. �8��. As can be seen in Fig. 9, the resulting
values are in good agreement with previous results from dif-
ferent scattering methods as well as rheological data. The
temperature dependence of the segmental friction coefficient
is well described by Vogel–Tammann–Fulcher �VTF� law:

�0 = �0
� exp
 B

T − T�
� , �12�

where B is the VTF parameter and T� is the VTF tempera-
ture. The parameters T�=155 K, �0

�=4.65�10−23 kg ns−1,
and B=1090 K, taken from the Ref. 15, have been used. We
note that confining PEO melt in AAO templates does not
noticeably change the monomeric friction coefficient as com-
pared to bulk PEO.

F. Comparison with NMR and molecular dynamics
simulations results

The neutron scattering experimental techniques used in
this work probe the polymer dynamics on timescales from
about 1 ps to a few nanoseconds. In fact, at the smallest
Q-values �0.2–0.4 Å−1 for ToF technique presented here�
that approximately correspond to distances of order of Ku-
hn’s segment, the results can be compared with those ob-
tained by NMR diffusometry and relaxometry. In particular,
the experimental data measured with fringe field gradient
NMR diffusometry36 and proton spin-relaxation data37 can
be considered for comparison. This might be performed
through the mean squared displacements deduced from the
different techniques.

In the case of neutron scattering we have seen that for
small Q-values confined PEO follows Rouse-like dynamics,
implying that the Gaussian approximation for the molecular
displacements is well fulfilled. In this case without any ap-
proximation the intermediate scattering function directly
measures the mean-squared displacement �Eq. �6��.

Figure 10 compares our ToF results with those derived
from NMR relaxometry37 and diffusometry36 for bulk PEO.
Taking into account the difference in 5 K in the temperature
scale, the data are in good agreement. In order to compare
with the corresponding NMR experiments performed at a
molecular weight of 178 000 g mol−1, we calculated Doi–
Edwards predictions �Eqs. �5�, �10�, and �11�� for that mo-
lecular weight. The results are shown in Fig. 10 as dashed
lines. The ToF data are in good agreement with the Rouse
prediction �Eq. �5�� in the available experimental range. The
NMR relaxometry data cover the crossover region from re-
gime I of Rouse dynamics to regime II of local reptation at

e� t�
R. The Rouse time 
R is estimated to be 0.13 ms for
PEO with the given molecular weight. The NMR field-
gradient diffusometry data agree with the reptation regime
III. The terminal time 
d has been estimated to be about 7 s.21

The ToF data cover the time interval in the vicinity of
the segmental relaxation time t�
s where the Rouse theory
is at its limits. We can compare our data with recent com-
puter simulation results which also cover this range31 �see
Figs. 10 and 11�. In Fig. 11 the mean-squared displacements
obtained by the simulation are presented together with the
ToF data for different temperatures. At 400 K, the segmental
relaxation time 
s is minimal providing the broadest region
for the comparison between experimental data and Rouse
theory. The ToF data and simulation curves are in excellent
agreement. We thus may expect that the bulk results obtained

FIG. 9. Temperature dependence of the local friction coefficient of PEO in
the pores and in the bulk compared with results of the literature. The sym-
bols correspond to the different molecular weight samples: squares, Mw

=81 kg /mol �NSE �Ref. 15��; circles, Mw=24 kg /mol �backscattering
�Ref. 32��; triangles up, Mw=0.89 kg /mol �rheology �Ref. 15��; triangle
down, Mw=610 kg /mol �rheology �Ref. 15��; star, Mw=932 kg /mol �rhe-
ology �Ref. 15��; hexagon, Mw=2.1 kg /mol �NSE �Ref. 15��. TOFTOF re-
sults are presented for 45° and 135° orientations by open and filled dia-
monds, respectively. SPHERES data are shown by open and filled left
triangles for 45° and 135° orientations, respectively. The VTF law �Eq. �12��
is shown by the solid line.

FIG. 10. Mean-squared displacement obtained by neutron scattering �ToF�,
MD simulations �Ref. 31�, fringe field gradient NMR, and field-cycling
NMR relaxometry �circles� �Refs. 36 and 37�. Neutron scattering data were
calculated from ToF spectra of PEO �Mw=43 000 g mol−1� in AAO
pores for Q=0.2, 0.3, and 0.4 Å−1 at 350 K using the relation �r2�t�

=−6 ln�S�Q , t�� /Q2. Both NMR experiments have been performed for bulk
PEO at 355 K and molecular weight Mw=178 000 g mol−1. The vertical
arrows indicate dynamical limits of reptation theory that correspond to �I�
unrestricted Rouse motion �t1/2, �II� local reptation �t1/4, �III� collective
motion of the polymer chains along the tube contour �t1/2, and �IV� normal
diffusion of polymer chain for the molecular weight Mw

=178 000 g mol−1. The characteristic times have been calculated in accor-
dance with reptation/tube model: entanglement time 
e=2�10−7 s, Rouse
relaxation time 
R=1.3�10−4 s, and terminal relaxation time taking into
account constraint release �CR� events �see Sec. II� 
d=7 s. MD simulations
results of bulk PEO �Mw=1894 g mol−1� at 350 K are presented by a solid
line.
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from those simulations31 in the overlapping region are exten-
sive to PEO confined in the 40 nm pores. In that work it was
shown that the incoherent scattering function followed well
Rouse-like dynamics down to very fast times, in accordance
with neutron scattering experiments in the bulk. A detailed
analysis of the simulated single chain structure factor in
terms of Rouse correlators revealed however deviations from
Rouse theory. With respect to the Gaussian behavior of the
displacements, the simulations deliver very small values for
the second order non-Gaussian parameter, indicating that the
Gaussian approximation is well fulfilled in the time regime
above some picoseconds.

NMR results for the dynamics of polymer chains con-
fined in different nanoporous structures were interpreted as
showing striking differences from bulk dynamics. The earli-
est works were performed with PEO confined in polyhy-
droxyethylmethacrylate �PHEMA� solid matrix38,39 of
10–15 nm pore diameter. The later experiments considered a
larger variety of pore diameters of the PHEMA matrix40 from
9 to 57 nm. In all cases the effect of confinement was no-
ticeable on the time-/lengthscale� of the NMR experiment.

Theoretically based on thermodynamic arguments, the char-
acteristic lengthscale of the confinement effect was found to
be 0.5 nm.14 On the other side, the crossover from confined
to bulk behavior was observed at lengthscales a few orders of
magnitude larger than 0.5 nm. From those results it was con-
cluded that impenetrable pore walls, low compressibility of
polymer melt, and uncrossibility of polymer chains induce
strong restrictions for the polymer chain dynamics. These
experimental findings were explained by the corset effect
which should take place at the length scale of neutron scat-
tering experiment. In the following we will make an attempt
to analyze our experimental data in terms of the corset effect.

G. Corset effect

As soon as the segment displacement is confined to a
curvilinear motion, the Gaussian form of the intermediate
scattering function �Eq. �6�� is violated. Considering the
Gaussian displacement probability density of the segment
along the tube, Fatkullin calculated the proper incoherent
structure factor in the three-dimensional Euclidean space ar-
riving at

Sself�Q,t� = exp
Q4d2

72
�s2�t�
�erfc
Q2d

6�2
��s2�t�
� , �13�

where

�s2�t�
 =

2
D0

N
t

1 +
12D0t

NL2

+
2l�D0t

�3� + 18
�D0t

Nl

�14�

is the mean-squared displacement measured in curvilinear
coordinates along the tube axis, d is the tube diameter, D0

=kBT /�0 is the segmental diffusion coefficient and L
=Nl2 /d is the tube length.41 In the limit t�N2l2 /D0 the cur-
vilinear mean-squared displacement �Eq. �14�� is reduced to
the Rouse approximation �Eq. �5�� and gives the incoherent
scattering function described by Eq. �6�. Assuming d as the
characteristic lengthscale of the corset effect �tube diameter�,
we can calculate the incoherent structure factor for the con-
fined system using Eq. �13�. One should note that Eqs. �13�
and �14� are strictly valid only in the limit 
e� t�
d, i.e.,
when the segmental displacement exceeds the tube diameter.
Figure 12 presents the prediction of Eq. �13� for various
values of tube diameter d together with the experimental data
for Q=0.6 Å−1 at 375 K for both confined and bulk PEO.
The predicted slowing down of the dynamics strongly de-
pends on d. Obviously, the experimental results presented
here are not compatible with corset effects of associated
characteristic length scales of either 0.5 or 1 nm. On the
other side, the spectral shape of the experimental data per-
fectly coincides with the Rouse prediction. Taking into ac-
count that the entanglement time 
e
d4 strongly depends on
the tube diameter, the observation of corset effect in the ToF
window would imply smaller tube diameters �0.5 nm and
less in our case�. Comparing the neutron scattering results
with the scattering function for the segmental movement in a
tube of 0.5–1 nm and the Rouse scattering function, we may

FIG. 11. Mean-squared displacement obtained from neutron scattering
�ToF� and MD simulations �Ref. 31� at 350, 375, and 400 K. MD simula-
tions of bulk PEO �Mw=1894 g mol−1� are presented by solid lines. ToF
results for PEO of molecular weight Mw=43 000 g mol−1 in AAO pores for
Q=0.2, 0.3, and 0.4 Å−1 are shown by squares, circles, and triangles, re-
spectively. Segmental relaxation time 
s is 0.028 ns at 350 K, 0.022 ns at
375 K, and 0.011 ns at 400 K.
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exclude a corset effect on this time-/lengthscale. Only tube
diameters above �1.5 nm could be compatible with our ex-
perimental results �see Fig. 12�.

H. Origin of the confinement effects observed

The observed slight slowing down of polymer dynamics
in the AAO nanopores could be caused by the following
phenomena: �i� interactions between the pore walls and poly-
mer segments and �ii� a decrease in the number of conforma-
tional transitions within the pore space. The latter is con-
nected to the ability of the system to fluctuate with respect to
the free volume needed for conformational rearrangements
by the chain modes.

On the time-/lengthscale of the BS experiment within the
experimental error the dynamics is well described by Rouse
model. Neither an influence of surface interactions of the
polymer segments with the pore walls nor any indication of
the corset effect was observed. At higher Q, the ToF data
show some indications for a reduced mobility. This effect is
more important for the molecular displacements perpendicu-
lar to the pore axis. A detailed analysis of the spectra for Q
above 1 Å−1 reveals an extra slow component with respect
to the bulk. We have seen in Fig. 8 that for Q=1.4 Å−1 and
molecular displacements perpendicular to the pore axis, the
data can be described by considering a fraction of 13% of
polymer segments with slower response. Attributing this
slow fraction to the amount of polymer close to the surface,
this value corresponds to a polymer layer of 0.7 nm thick-
ness. Such surface layer thickness of PEO comprises one to
two molecular monolayers. The consideration of similar ex-
periments with PEO under confinement supports this sce-
nario. For PEO confined in Vycor porous glass of 7 nm pore
diameter, the amount of polymer close to the wall is of the
order of 50%.42 In that case, a pronounced slowing down of
the dynamics at the time-/lengthscale of ToF experiment has
been reported. The effect of the confinement on the polymer
dynamics has also been observed by NMR in porous Vycor

glasses43 and @Anopore membranes.44 The last experiments
performed with polymer films of poly�dimethyl siloxane� of
different thicknesses revealed a most pronounced effect of
the confinement for a polymer film of the order of 1 nm.

Corset effect with d of the order of 0.5 nm as proposed
in Ref. 14 can be excluded from our experiments. As one can
see from Fig. 11, 0.5 nm is the maximum average atomic
displacement �square root of the mean-squared displace-
ment� that can be deduced by ToF for this system in the
temperature range explored. Furthermore, the BS data extend
this observation up to 1–2 nm. As we have shown by direct
comparison of the scattering function measured and expected
from corset effect with different associated tube diameters in
the range 0.5–1.5 nm �see Fig. 12�, reductions in the tube
diameter down to below 1–1.5 nm can be excluded. How-
ever, the experimental window explored by ToF and BS does
not allow extending the study to larger displacements and the
existence of corset effect with larger associated tube diam-
eters �d�1.5 nm� can at present not be discarded. The study
of confined polymer chain dynamics on longer time- and
lengthscales would certainly add valuable information on
confinement effects on the overall chain relaxation. This is a
target of forthcoming research by the neutron spin-echo tech-
nique that allows extending the timescale of observation up
to hundreds of nanoseconds and characteristic lengthscales
up to tens of nanometers.

VI. CONCLUSIONS

The local dynamics of PEO confined in nanopores of
AAO has been studied using different neutron scattering
techniques. It has been shown by DNS experiments that the
AAO has amorphous structure at RT. The polymer chains
were found to have semicrystalline structure. No indication
of the presence of residual water in the AAO templates was
revealed.

The dynamics of the confined polymer is indistinguish-
able from that in the bulk in the Q-range of approximately
0.2 Å−1�Q�1 Å−1. The incoherent scattering function is
well described by the Rouse theory showing no indication of
confined segmental dynamics due to the corset effect. Ac-
cordingly, the monomeric friction coefficient calculated on
the basis of the Rouse theory agrees with previous bulk re-
sults.

Around Q=1.4 Å−1 �where we probed motions perpen-
dicular and parallel to the pore axis�, an anisotropic slowing
down of the dynamics is observed under confinement, this
effect being more pronounced in the direction perpendicular
to the pore axis. The observed slowing down of the molecu-
lar displacements perpendicular to the pore axis affects about
�10% of the segments. This effect could be attributed to the
interactions between the pore walls and polymer segments
within a �1 nm layer.

With the data at hand, we can exclude the existence of a
corset effect on the lengthscale where it was proposed from
NMR studies. To answer the question whether the additional
confinement effects arise at larger lengthscales will need fur-
ther investigations. In this work we estimated a minimum
possible value of the tube diameter of �1.5 nm from our

FIG. 12. Comparison of ToF data for PEO in AAO pores �both sample
orientations� and bulk PEO Q=0.6 Å−1 at 375 K with reptation model pre-
dictions �Eq. �13�� calculated for tube diameter of 0.5, 1, and 1.5 nm relating
to entanglement time 
e of 0.012, 0.19, and 0.98 ns, respectively. The func-
tion is represented by a dashed line above 
e �i.e., in the applicability region�
and by a dash-dotted line below 
e. Rouse self-correlation function is pre-
sented by the solid line.
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results in the ToF and BS window. We expect that future
neutron spin-echo experiments addressing the dynamics at
larger lengthscales will tell whether there exists a change in
chain confinement beyond the tube diameter in the pores.
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