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ABSTRACT: Semicrystalline polymers constitute some of the most
widely used materials in the world, and their functional properties are
intimately connected to their structure on a range of length scales.
Many of these properties depend on the micro- and nanoscale
heterogeneous distribution of crystalline and amorphous phases, but
this renders the interpretation of ensemble averaged measurements
challenging. We use superlocalized wideﬁeld single-particle tracking in
conjunction with AFM phase imaging to correlate the crystalline
morphology of lithium-triﬂate-doped poly(ethylene oxide) thin ﬁlms
to the motion of individual ﬂuorescent probes at the nanoscale. The
results demonstrate that probe motion is intrinsically isotropic in amorphous regions and that, without altering this intrinsic
diﬀusivity, closely spaced, often parallel, crystallite ﬁbers anisotropically constrain probe motion along intercalating amorphous
channels. This constraint is emphasized by the agreement between crystallite and anisotropic probe trajectory orientations. This
constraint is also emphasized by the extent of the trajectory conﬁnement correlated to the width of the measured gaps between
adjacent crystallites. This study illustrates with direct nanoscale correlations how controlled and periodic arrangement of crystalline
domains is a promising design principle for mass transport in semicrystalline polymer materials without compromising their
mechanical stability.

S

well-studied semicrystalline polymer with applications for
solid-state electrolytes, for example, in batteries.25 As ambient
temperature is between the range of glass transition temperatures (∼−67 to −28 °C) and melting temperatures (∼55 to
65 °C) of PEO, it oﬀers desirable transport properties for ions
as well as desirable structural integrity for incorporation in
devices and for Li dendrite suppression. Room temperature ion
conductivity remains to be improved, however, and strategies
to improve conductivity generally involve suppressing
crystallinity, which is typically monitored as a fractional
composition in bulk.26−29
Unfortunately, despite the heterogeneous morphology of
semicrystalline polymer materials like PEO, most measurements of material parameters are made in bulk,14,19,25,30−35
making it challenging to associate speciﬁc elements of the
morphology with functional attributes. For example, bulk

olution processable semicrystalline polymers, such as
polyethylene and its derivatives1 as well as numerous
nylons and rubbers,2 are an important class of materials and
constitute one of the largest groups of commercially useful
polymers. Intimately connected to the polymer’s functional
properties are the morphologies3−6 resulting from various
means of preparation, wherein the distribution of crystalline
and amorphous material is inhomogeneous on a wide variety of
length scales.7−9 Crystallinity in such materials typically
corresponds to greater mechanical strength but renders the
material more brittle, and more amorphous character
corresponds to greater ﬂexibility at the cost of mechanical
strength.10 It is well-known that the polymer material is more
ﬂuid in its amorphous state and more rigid in the crystalline
state, as lamellar crystallites form when polymer chains tightly
fold upon themselves, which increases local material density
and reduces free volume.11−13 Additionally, when doped with
ionic salts, some polymers can form ordered polymer−ion
crystalline complexes, where the polymer chain backbone
tightly coordinates around charged ions, as has been
demonstrated for poly(ethylene oxide) (PEO).14−20 It is
generally believed that crystallites behave as impermeable
boundaries for the transport of ions, molecules, and other
dopants in the amorphous state.21−24 PEO is a particularly
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Figure 1. Single-particle tracking of Coumarin 6 ﬂuorescent probe complexes in poly(ethylene oxide) (PEO) thin ﬁlms codoped with lithium
triﬂate (LiOTf). (a) Schematic of single-particle ﬂuorescence imaging, with 532 nm continuous wave excitation of thin-ﬁlm sample and emission
detection between 565 and 605 nm. The laser output is coupled through a multimode ﬁber to scramble its polarization and is shaken at a suﬃcient
frequency to spatially average the intensity pattern in each frame. The 532 nm beam is then passed through a 532 nm excitation ﬁlter and 550 nm
dichroic mirror before arriving at the objective. (b) PEO (600 000 Mw) is dissolved along with 100 nM Coumarin 6 and 1−15 mM LiOTf. (c)
Average of over 200 000 single-particle spectra of 10 mM LiOTf and 100 nM C6 codoped PEO thin ﬁlm, using 532 nm excitation. (Spectra
acquired on separate, spectrally resolved single-molecule ﬂuorescence microscope.) See also Figure S1. (d) Schematic of immobile and mobile
particle trajectories, with the major principal component of the mobile trajectory shown in green and the minor principal component shown in
orange. The anisotropy parameter is deﬁned as the diﬀerence between the maximum eigenvalue and minimum eigenvalue divided by the sum of the
maximum and minimum eigenvalues generated by principal component analysis.

a ternary system of PEO, lithium triﬂate (LiOTf), and
ﬂuorescent Coumarin 6 (C6) to measure the nanoscale
motion of ﬂuorescent C6 complexes at 40 nm precision and
correlate it to ﬁlm morphology obtained via AFM phase
imaging. We observe that crystallites generally behave as
impermeable barriers for probe transport and anisotropically
constrain the transport of probes along intercalating
amorphous channels. Furthermore, we observe that the
probe diﬀusion coeﬃcients along the major axis of travel for
both isotropic (amorphous) and anisotropic (crystallite-rich)
probe trajectories are the same. This correlation between
morphology and probe diﬀusion suggests that AFM phase
images can be used to predict probe transport and that SPT is
a faithful reporter of semicrystalline morphology.
Experimental Method. To investigate the role crystallinity
plays in dictating probe motion, we prepare spin-coated thin
ﬁlm (∼100 nm) consisting of 600 000 Mw PEO, LiOTf, and
C6. These samples serve as model semicrystalline polymer
systems, as the LiOTf is present at relevant millimolar (mM)
concentrations, and C6 is present at much lower nM
concentrations (Figure 1b and see below). LiOTf is a common
lithium salt used in Li-ion battery research,25 and we use the
doping concentration of LiOTf to tune the relative crystallinity
and corresponding morphology of the system at room

conductivity measurements average the motion of ions over
length scales orders of magnitude larger than the separation
between crystalline and amorphous phases. A more explicit
measurement of how small specieswhether charged or
neutralmove as a function of the ﬁlm microstructural
components could help to more explicitly identify optimal
morphologies that balance mechanical and transport properties. By characterizing the motion of a neutral probe speciﬁcally
as a function of nanoscale spatial coordinates and morphological composition, we stand to gain more insight into
precisely how crystallites inﬂuence transport. Furthermore, a
nanoscale mapped correspondence between morphological
composition and motion of a probe would demonstrate
whether probe motion in amorphous regions is aﬀected by
region size and proximity to crystallites.
Here, we therefore correlate the mechanical and morphological spatial map of a semicrystalline polymer via atomic
force microscopy (AFM) phase imaging with single-particle
localization and dynamic tracking (SPT) to map the motion of
a probe in ﬁlms as a function of composition and resulting
morphology. Previous studies correlating AFM with ﬂuorescence imaging demonstrate how the two characterizations
can complement one another36,37 and even elucidate
discrepancies38 between the two imaging modalities. We use
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Figure 2. Correlative single-particle tracking and AFM imaging. (a) Superlocalized ﬂuorescence image with superimposed 2D Gaussian ﬁts to
individual Coumarin 6 aggregates integrated over 8000 frames with 100 ms of exposure per frame. The size of each point corresponds to the
precision of ﬁt of the emitter position. The false-color intensity at a given location is proportional to the density of emitters detected at that
location. (b) Tapping-mode AFM height image in same region of interest as (a). Light red coloring corresponds to masked-oﬀ regions not included
in height range of −31 to 32 nm. (c) Plot of trajectories that sampled greater than 15 frames and with diﬀusion coeﬃcients greater than 0.0075
μm2/s. Trajectories are color-coded by anisotropy parameter, with blue colors corresponding to isotropic trajectories and yellow colors
corresponding to most anisotropic trajectories. (d) Tapping-mode AFM phase image of same ROI as (b). Crystallites are darker contrast rods,
while amorphous material is lighter and featureless in between and outside of crystallites. (e) Distribution of anisotropy parameters of mobile
trajectories corresponding to red and blue squares in (d). The blue distribution corresponds to trajectories within the blue square; the red
distribution includes trajectories found within the red square. The gray distribution is the sum of the distributions from the blue and red regions. (f)
Normalized distribution of 1D diﬀusion coeﬃcients along the major axes of trajectories. Blue data points correspond to the distribution of
trajectories within the blue square in (d); red data points correspond to the distribution of trajectories within the red square in (d). While values
beyond 0.5 μm2/s were also measured, only the range from 0 to 0.5 μm2/s is plotted for clarity.

concentration markedly increases the C6 aggregate ﬂuorescence from a ﬁlm (Figure S2). To this end, we ﬁnd that for a
ﬁxed C6 concentration, the number of single ﬂuorescent
aggregate particles detected per imaging frame is linearly
proportional to the salt concentration (Figure S3). Overall,
these ﬁndings suggest that the probes are LiOTf-induced C6
aggregates.
We use wideﬁeld single-particle tracking (SPT) to explain
how morphological heterogeneities on the order of tens of nm
inﬂuence probe motion, which has also proven to be useful in
deducing nanoscale behavior in a variety of biological,46−48
polymer,49−55 and other material56 systems. We acquire
movies with 100 ms of exposure (∼130 ms frame-to-frame
time) on an electron multiplying charge coupled device (EMCCD) camera with micromanager software57 using continuous
wave (CW) 532 nm illumination. Individual probes can then
be followed over an average of 24 frames in order to learn how
they explore the ﬁlm morphology. Probe superlocalization is
performed using the ImageJ GDSC SMLM plug-in,58 and
trajectories are reconstructed using MATLAB scripts. The
average localization precision of particles is ∼40 nm, and the
distribution of particles and corresponding measured signal is
shown in Figure S4. A representative image in Figure 2a is

temperature. According to the phase diagram describing the
PEO−LiOTf system,26,39 at 15 mM LiOTf doping, crystallites
are likely PEO:LiOTf crystalline complexes, and a signiﬁcant
amorphous component is also present possibly due to
incomplete crystallization.33 C6 is hydrophobic and forms
ﬂuorescent aggregates with red-shifted absorption and
emission spectra in polar media,40,41 which we use as robust
ﬂuorescent probes that enable multiframe particle tracking and
localization (Figures 1a and S1). By exciting at 532 nm, we
selectively follow these red-shifted aggregates.
Additional spectrally resolved single-molecule ﬂuorescence
microscopy measurements42,43 (Figure 1c) conﬁrm that the
probes in ﬁlms also containing LiOTf are not individual C6
molecules red-shifted as a consequence of direct proton
interaction, a known interaction of C644,45 (Figure S1). The
nature of the probe is further substantiated by the averaged
single-particle spectrum, which shows much broader features
than unprotonated or protonated individual C6 molecules.
Furthermore, the average probe emission spectrum is not
correlated to particle mobility and does not depend on the
identity of the salt cation (Figure S1). The averaged probe
spectrum shows a minor, if any, dependence on the
concentration of salt (Figure S1), yet increasing the LiOTf
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Figure 3. Overlay of mobile trajectories color-coded by anisotropy parameter with AFM phase image. (a) Full, 40 × 40 μm2, ﬁeld of view of Figure
2c,d. (b) Magniﬁcation of 15 × 15 μm2 dashed box in (a). Each colored point in panels (a) and (b) corresponds to the location of a distinct
detected individual emitter. (c) Pixel-binned and binarized 40 × 40 μm2 AFM phase image from Figure 2d, where each pixel is color-coded
according to the semicircle inset and corresponds to the average orientation of crystallites relative to the lab frame horizontal. (d) Probe trajectories
from the same 40 × 40 μm2 ROI as (c) possessing an anisotropy parameter greater than 0.75 with each step of each trajectory color-coded by the
orientation of a trajectory’s major axis relative to the lab frame horizontal. (e) Distribution of values corresponding to the diﬀerence between a
trajectory’s major axis orientation and the crystallite orientation in the location of the trajectory’s average position.

generated by ﬁtting each emitter in each frame to a 2D
Gaussian and then superimposing the collection of all Gaussian
ﬁts. The width of each spot represents the localization error,
and the intensity represents the density of distinct emitters
found within the spot. The mean squared displacement
(MSD) of each trajectory thus identiﬁed is obtained using a
two-dimensional Brownian diﬀusion model. We characterize
the anisotropy of probe trajectories using principal component
analysis (PCA) on vectors that represent each step and are
repositioned to originate at the origin of the coordinate system.
Major and minor axes, along with their respective variances,
Lmax and Lmin, are extracted. We deﬁne the anisotropy
parameter of a trajectory to be (Lmax − Lmin)/ (Lmax + Lmin)
(Figure 1d). In our analysis, we consider only trajectories of
probes that we take to be mobile, i.e., whose diﬀusion
coeﬃcients are above a threshold of 0.0075 μm2/s.
To correlate the dynamical single-particle trajectory data
(Figure 2a,c) to speciﬁc microstructural components of the
ﬁlms, we correlate it to tapping-mode AFM phase images
(Figure 2b,d). To ensure the same ﬁelds of view are imaged
with the two diﬀerent techniques, the AFM measurements are
ﬁrst performed on a particular 40 by 40 μm region of interest
(ROI), and then, the single-particle tracking can be done on

the same ROI through the use of a ﬁducial marker created in
the AFM (see Supporting Information (SI) methods). Using a
tip radius <10 nm, we deduce regions of amorphous and
crystalline character on relevant tens of nm length scales.
Results. Comparing dynamical and structural information
within the same ﬁeld of view enables a variety of important
correlations to be established. The superlocalized ﬂuorescence
image of the SPT data (Figure 2a) provides a representation of
trajectories obtained in a given movie recording, where the
false-color intensity indicates the emitter density. There is a
higher density of emitters in the top left as compared to the
bottom left of the frame. Furthermore, thin, elongated patterns
can be identiﬁed on the right-hand side of the image, whereas
no such patterns are apparent in the top left of the frame. The
AFM height map used to prepare Figure 2b has an original
height range of −78 to 523 nm, and this large range is due to
some very tall continuous structures identiﬁed with red
overlay. Upon thresholding to remove these structures, the
image height variation becomes limited to −31 to 32 nm. The
AFM phase image in Figure 2d has a range of 82° and is
marked by a series of thin, rod-like shapes at a lower phase
angle (darker) than the uniform background (lighter), and
these shapes agree with other AFM phase images of
4852
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Figure 4. Comparison of crystallite spacing to trajectory width. (a) A heat map of crystallite spacing extracted from the AFM phase image (Figures
2 and 3) using a 2D FFT. The method is illustrated in (b). The left black and white image is a cropped, binarized AFM phase image, in which the
black and white regions correspond to amorphous and crystallite regions, respectively. The width of this binarized ROI is 515 nm (33 × 15.6 nm
pixel size), corresponding to a very small point in (a). Its 2D FFT generates the heat map of spatial frequency (at right). Yellow corresponds to high
amplitude, while deep blue means low amplitude. We report the local crystallite spacing in the false color of (a) as described in the SI additional
methods. The average crystallite spacing that can be extracted in this example is 64 nm. (c) Schematic to illustrate deﬁnition of the minor axis width
(red) of a trajectory (black stars connected by solid black lines), as compared to the major axis width (black). (d) The distribution of crystallite
spacing obtained from 2D FFT analysis is shown in black. Spacings above 150 nm are not included due to the ROI size. The distribution of
trajectory widths on the minor axis for anisotropic trajectories (anisotropy parameter > 0.75) is shown in red. The distribution of trajectory widths
of simulated trajectories that sample conﬁnement from the black distribution of crystallite spacings and a localization error from a 40 nm Gaussian
distribution is shown in green.

semicrystalline PEO.59−62 Figure 2c plots the trajectories of
ﬂuorescent probe centroids obtained from Figure 2a, colorcoded by the anisotropy parameter deﬁned in Figure 1d. Blue
colors represent the most isotropic trajectories (approaching
0), yellow colors represent the most anisotropic trajectories
(approaching 1), and green colors represent intermediate
values of the anisotropy parameter. Only trajectories of
emitters that ﬂuoresced for at least 15 consecutive frames
and for which the diﬀusion coeﬃcient D > 0.0075 μm2/s are
shown. Like in Figure 2a, the trajectories in the bottom right in
this representation also show more rod-like shapes.
The dynamical data can be further represented by
statistically characterizing the distributions of anisotropy
parameters and diﬀusion coeﬃcients associated with each
trajectory within various subregions of the ROI in Figure 2a−
d. The gray histogram in Figure 2e shows the total distribution
of anisotropy parameters for all trajectories found in both
boxed regions in Figure 2d. The red distribution presented
over top of it includes the anisotropy parameters for
trajectories only in the red box in Figure 2d, and the blue
distribution includes the anisotropy parameters for trajectories
only in blue box. The red distribution is skewed much more
toward a high anisotropy parameter, peaking at 0.95, and the

blue distribution is broadly isotropic, peaking at 0.15. In Figure
2f, we also compare distributions of trajectory diﬀusion
coeﬃcients for each of the boxed regions in Figure 2d. To
obtain each of the diﬀusion coeﬃcients, each step of a
trajectory is ﬁrst projected along the major axis of motion
determined by PCA, and a diﬀusion coeﬃcient is computed by
equating the mean squared displacement of these projected
steps to 2Dt, for diﬀusion coeﬃcient D and trajectory duration
t. This procedure is employed for both isotropic and
anisotropic trajectories in order to compare them using a
common metric. Interestingly, both the data from the blue and
red regions in Figure 2d have similar distributions of diﬀusion
coeﬃcients. Both distributions peak near 0.03 μm2/s and tail
oﬀ at 0.4 μm2/s.
We next relate the AFM and SPT data in Figure 2 to
compare and contrast crystallite-rich and amorphous-rich
regions. The bottom right corner of the ROI in Figure 2a−d
corresponds to a PEO crystallite-rich region where anisotropic
probe trajectories are most common. The directionality of the
crystallites appears to be imprinted onto the probe trajectories
as well. In contrast, the top left corner of the ROI is primarily
composed of amorphous material and probe trajectories there
are mostly isotropic in nature. Even within regions of dense
4853
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crystallites, ∼1−2 μm2 pockets of amorphous polymer yield
isotropic trajectories (more isolated blue spots in Figure 2c).
We ﬁnd similar results upon repeating the correlative AFM and
SPT experiments in additional ﬁlms independently prepared
with the same composition (Figure S5). The distribution of
major axis diﬀusion coeﬃcients for both primarily amorphous
and primarily crystalline regions are very similar, suggesting
that probe trajectories in crystallite-rich regions are unhindered
along the direction of crystalline ﬁbers. In addition to the peak
anisotropy parameter values, the blue and red distributions in
Figure 2e each have a substantial spread. We simulated
isotropic and anisotropic random walks of various trajectory
step lengths and conﬁrmed that the spreads are primarily a
consequence of a ﬁnite trajectory length (Figure S6),
suggesting that the values at which the distributions each
peak are more representative of the probe motion than the
spreads.
To compare SPT trajectories and AFM-derived morphology
more directly, we overlaid the data for Figure 2c,d in Figure
3a,b. The overlay shows that the majority of locations where
the probes are observed fall within lighter contrast regions of
the AFM data, which we take to represent amorphous PEO. In
fact, the trajectories generally conform to the boundaries
delineated by crystalline ﬁbers, even when these ﬁbers are
curved. Generally, trajectories residing in more narrow
channels between crystalline ﬁbers are more anisotropic
(yellow), and trajectories residing in larger pockets of
amorphous material between crystallites are more isotropic
(bluer). Exceptions to these categorizations could be due to
out-of-plane amorphous channels crossing beneath the surface
structure that we primarily map with AFM, though these
exceptions are a small minority. Based on the similarity of the
amorphous channel depth (up to 60 nm, Figure 2b) and ﬁlm
thickness (∼100 nm), the similarity of major axis probe
diﬀusivities measured in conﬁned amorphous PEO and in
unconﬁned regions as well as the comparable diﬀusivities
observed in annealed PEO ﬁlms (Figure S7), we infer that the
probes diﬀuse within, as opposed to on the surface of, the
amorphous PEO. In any case, the absence of isotropic
trajectories in the crystallite-rich region remains as strong
evidence for the structural/dynamical correlation.
Additional information regarding the extent to which
crystalline ﬁbers constrain probe motion can be obtained by
further quantitating the degree of correlation between the
crystallite boundary orientation and the major axes of nearby
probe trajectories, which we do in Figure 3c−e. Figure 3c
shows a color-coded map of crystallite orientations obtained by
thresholding and binarizing the AFM phase image shown in
Figures 2d and 3a (see Figure S8 for more detail). Similarly,
Figure 3d shows a map using the same orientational colorcoding for the major axis of tracked probe trajectories shown in
Figures 2c and 3a, possessing an anisotropy parameter greater
than 0.75. Visually, there is a high degree of spatial correlation
between the structural and dynamical orientational maps in
Figure 3c,d. To further quantify this correlation, Figure 3e
shows the distribution of orientational mismatch between
proximal crystallites and anisotropic probe trajectory major
axis orientations, |θtrajectory − θcrystallite|. The distribution is
peaked around zero mismatch with a half-width of ∼15°. This
half-width is within the error of the average crystallite spacing
calculated in Figure 4.
In addition to quantitating the orientational correlation
between structural and dynamical information, we investigate
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the correlations of spatial scales in our two types of
measurements that relate to the apparent conﬁnement of
dynamical trajectories within narrow channels between
crystalline ﬁbers (Figure 4). To do so, we ﬁrst perform a 2D
fast Fourier transform (FFT) on the same thresholded and
binarized AFM phase image as in our orientational analysis
(Figure S8). Each pixel in Figure 4a is color-coded to represent
the local period of, or spacing between, adjacent crystalline
ﬁbers, as calculated using the Fourier transform. To create this
map, the 2D FFT is performed in spatial bins of 33 by 33
pixels, and the spatial bin is scanned over the thresholded,
binarized image in steps of 16 pixels (Figure 4b). The
distribution of spacings in Figure 4a is shown in Figure 4d
(black) and ranges from 40 to 150 nm, peaking at 50−55 nm.
Spatial periods larger than 150 nm are not reported on account
of the size of spatial bins in the 2D FFT (see SI methods).
We next relate the spacings between crystallite ﬁbers to the
spatial extent of conﬁned probe trajectories measured via SPT.
For each trajectory possessing an anisotropy parameter value
greater than 0.75, we consider the greatest distance between
trajectory particle positions along the minor axis, as reported
by PCA (schematic shown in Figure 4c). This minor axis width
distribution peaks at 150 nm (Figure 4d, red). To reconcile
this diﬀerence between the distribution of crystallite spacings
reported by the 2D FFT analysis of the AFM phase image and
the distribution of trajectory widths along the minor axis, we
numerically simulate conﬁned random walk trajectories. Each
simulated trajectory is 29 frames long (median number of
frames for anisotropic trajectories), and the degree of
conﬁnement for a given trajectory is drawn from the
distribution of crystallite spacings extracted from AFM (Figure
4d, black). Furthermore, a random error drawn from a
Gaussian distribution (σ = 40 nm) is added to each position of
a given trajectory to incorporate the eﬀect of the 40 nm
experimental localization error. The minor axis width
distribution of these simulated trajectories is shown in Figure
4d in green and peaks at ∼150 nm. These simulations suggest
that to within the 40 nm localization uncertainty of our SPT
measurements, the peak trajectory minor axis width of 150 nm
is consistent with the crystallite ﬁber spacing of 50−55 nm
determined via FFT analysis (supported by simulations shown
in Figure S9). Additional conﬁned random walk simulations
described in Figure S9 recapitulate this assertion. They show
that a 40 nm localization uncertainty precludes using our SPT
to discern 50 nm spacings between crystallite ﬁbers from larger
spacings unless these larger spacings are equal to or exceed 150
nm.
Discussion. The above results present an opportunity to
further establish relationships between probe motion within
semicrystalline PEO and its structural features. The discussion
below focuses on the inﬂuence of the conﬁguration and shape
of crystallites on probe motion and on suggestions for how
these ﬁndings serve as design principles for controlling
crystalline growth within semicrystalline polymers. We
consider the collection of our observations and analysis of
location, orientation, and length scale correlations between the
semicrystalline morphology map obtained by AFM and the
probe motion within this morphology obtained by SPT.
Comparing the locations where the probes are observed to
the locations of crystalline and amorphous components of the
PEO ﬁlm microstructure in the overlays in Figure 3 allowed us
to establish that the probes are forced out of crystalline
regions. This segregation is a probable result of the
4854
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negative property for transport, if aligned and ordered,
crystalline domains could serve as channel boundaries to
deterministically guide dopant transport, a concept that has
only recently begun to be explored.21,28 In fact, Li and coworkers demonstrated that manufacturing single-crystalline
plates of PEO can be used to anisotropically improve
conductivity between plates.22 We show here that spontaneously formed crystalline structures in an as-cast ﬁlm also
anisotropically guide dopants over substantial length scales.
This phenomenon bears analogies to what occurs in block
copolymer assemblies, where one block is mechanically strong
and impermeable to dopant transport, which has also been
demonstrated with SPT studies.53 Whereas block copolymer
applications make use of two diﬀerent polymer components
that must be carefully synthesized, here we suggest the
possibility to take advantage of a single-component polymer
with two diﬀerent structural phases to achieve the same goal.
To fully harness the potential of such an approach with a
semicrystalline polymer, one could envision leveraging
methods of controlled polymer or small organic molecule
crystal growth65,66 and taking inspiration from pre-existing
strategies used for the directed self-assembly of block
copolymers.67−69
Conclusion. Instead of relying on bulk approaches, we have
directly measured strong correlations between nanoscale
mobile probe dynamics obtained by SPT and the nanoscale
microstructure of PEO thin ﬁlms obtained by AFM.
Speciﬁcally, we conﬁrmed by direct measurement that particle,
and potentially molecular, motion occurs preferentially, if not
exclusively, in amorphous regions of the semicrystalline
microstructure. The single-particle tracking that we employed
aﬀords not only these spatial correlations but also provides
access to statistical distributions of the parameters associated
with probe motion. Our correlated SPT and AFM phase
imaging strategy could be readily adapted to study other
semicrystalline polymers in order to learn how various
crystalline and amorphous phases dictate transport in polymers
known to have diﬀerent melting or glass transition temperatures or other bulk properties. Future experiments could be
performed to track ionic species or species sensitive to ions,70
comparing the resulting dynamics to those measured with our
hydrophobic ﬂuorescent aggregates in this study. Diﬀerences
between experiments employing charged and neutral probes
could yield key insights to enable the deconvolution of size and
charge in polymer−ion interactions important for ion diﬀusion
in a solid-state electrolyte.
The strategies presented here could also be of great use in
the study of impurity migration within materials composed of
polymers quite diﬀerent from the polymer electrolyte, for
example, in plastics whose properties depend critically on
eliminating impurities but where elimination strategies are
neither systematic nor eﬀective. Finally, our ﬁndings provide
design principles to guide the current eﬀorts for controlled
crystalline domain growth in semicrystalline polymers. By
arranging and aligning crystallites in an organized manner, the
diﬀusion of dopants could be deterministically guided by
bounded repeating arrays of crystalline and amorphous
material.28 This strategy would provide the necessary
mechanical strength for device incorporation without compromising the transport of ions, drugs, and other dopants.

crystallization process, as crystallization often puriﬁes the
material composition, forcing out impurities, such as the
ﬂuorescent probes. We also learned that the motion of the
ﬂuorescent probes within the amorphous PEO where they
reside is isotropic, provided that the extent of the amorphous
region exceeds a typical diﬀusion length of the probe. If,
however, the extent of an amorphous region is smaller than the
intrinsic diﬀusion length of the probes along a given axis, then
the probe motion is conﬁned along that axis, generating
anisotropy in the probe trajectory. Incidentally, we also found
that measuring single-particle trajectories in a given ﬁlm before
and after removing its crystalline microstructure via thermal
annealing shifts the original anisotropy parameter distribution
to become substantially more isotropic, while preserving the
value of the unconﬁned diﬀusion coeﬃcient (Figure S7).
The orientation of these anisotropic trajectories correlates
strongly to the orientation of the crystalline boundaries, and
the extent of this anisotropy is directly correlated to the extent
of conﬁnement between adjacent crystallites, which are often
parallel to one another. Furthermore, the width of probe
trajectories on the minor axis and its nearby crystallite spacing
agree in size to within the uncertainty of our measurements.
Though quantitatively correlating the extent of conﬁned probe
trajectories and the widths of amorphous channels beneath the
SPT localization uncertainty of 40 nm is not currently possible,
the degree of probe trajectory anisotropy is able to report on
the speciﬁc spatial conﬁgurations of crystallites in the ﬁlm
morphology. In fact, the most extreme case of anisotropic
probe motion is achieved by lowering the LiOTf concentration
from 15 to 1 mM, which creates more densely packed,
presumably pure PEO, crystallites conﬁgured in a spherulitic
morphology, as compared to ones we primarily study in this
work composed of a PEO−salt complex.39 While PEO−salt
crystallites and pure PEO crystallites diﬀer in height, width,
and spacing, it is interesting to note that both appear to behave
functionally as impermeable barriers that geometrically conﬁne
the probe transport. Beyond this important similarity, the
spherulite structures yield the most strongly anisotropic
distribution of trajectories (Figure S10), and the amorphous
channels between crystallite ﬁbers traced by the ﬂuorescent
probes appear to be even thinner than in the case that we
explored in detail in Figure S9. Our ﬁndings therefore suggest
that the degree of anisotropy observed in ﬂuorescent probe
motion in SPT is an excellent reporter for lamellar crystallinity
and that the semicrystalline microstructures observed in AFM
phase images also report well on each of the location,
conﬁnement, and trajectory orientation of particle motion.
This deduction is also well-supported by bulk conductivity
measurements reported by Li and co-workers22 that show ions
preferentially travel parallel, and not perpendicular, to
crystalline plates of PEO.
Our results suggest that PEO crystallites anisotropically
constrain and guide probe motion but do not aﬀect their
diﬀusivity. This ﬁnding indicates that pursuit of a controlled
arrangement of crystallites could be quite worthwhile for
material design. Interestingly, such design strategies have been
discussed in the context of semicrystalline semiconducting
polymers, wherein charge transport actually occurs predominantly in crystalline domains, and intercrystallite transport can
behave as a bottleneck.63,64 In the case of ion motion in solidstate electrolytes, suppressing crystallinity has historically been
the strategy to improve ion mobility, with the drawback of
compromised mechanical strength. Rather than an exclusively
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