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ABSTRACT: Three-dimensional (3D) electronic systems with
their potential for enhanced functionalities often require complex
fabrication processes. This paper presents a water-based, stimuli-
responsive approach for creating self-assembled 3D electronic
systems, particularly suited for biorelated applications. We utilize
laser scribing to programmatically shape a water-responsive bilayer,
resulting in smart 3D electronic substrates. Control over the
deformation direction, actuation time, and surface curvature of
rolling structures is achieved by adjusting laser-scribing parameters,
as validated through experiments and numerical simulations.
Additionally, self-locking structures maintain the integrity of the 3D systems. This methodology enables the implementation of
spiral twining electrodes for electrophysiological signal monitoring in plants. Furthermore, the integration of self-rolling electrodes
onto peripheral nerves in a rodent model allows for stimulation and recording of in vivo neural activities with excellent
biocompatibility. These innovations provide viable paths to next-generation 3D biointegrated electronic systems for life science
studies and medical applications.
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hree-dimensional (3D) electronics revolutionize micro-
systems technology,”” opening the door to innovative
applications such as 3D functional biological interfaces.”™>
Biological interfaces, crucial in bridging biological systems and
synthetic materials, play a central role in biological science.’
However, conventional electronics typically fabricated on flat
and rigid substrates fall short in adapting to the complex 3D
curved surfaces in biological systems.” Most flexible electronic
devices that rely on soft materials, ultrathin structures, or
adaptive structures need additional fixation using adhesive tape
or viscous hydrogel, posing harm to organisms and degumming
risks in biological fluids.”~'* 3D direct manufacturing methods
such as additive manufacturing, spraying, and thermal
forming'' ™" are suitable for limited materials and electronic
devices, thus lacking universality, and additional three-
dimensional processing techniques are required, limiting
application in organisms due to potentially harmful processes.
Stimuli-responsive deformable substrates offer a promising
solution for 3D electronics, allowing the integration of
electronic devices in a planar state, transforming into 3D
structures upon stimulation. This approach achieves self-
mounting and self-fixing of devices on 3D surfaces, enabling
compatibility with 2D microsystems and scalability and
minimizing harm during device preparation and installation
in 3D functional biological interfaces.
Previous reports have established several stimuli-responsive
deformable biological interfaces (Table S1). However, they
have limitations in precise deformation control for achieving
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3D shape predesign. Shape-memory polymers require
preprogrammed shapes using molds, limiting design flexibility
and complexity.'®"* Flex resin or hydrogel patterned by
photolithography or other methods usually needs complex or
time-consuming processes.”' ~* Temporal dimension control
in these schemes is challenging, limiting their use in
sophisticated shape-shifting structures. Direct integration of
microelectronic devices on these substrates is hindered by
material constraints or scalability issues.

We aimed to provide a smart substrate for 3D biological
interfaces with dynamic deformation control. To this end, we
established a laser-scribing programmed water-responsive
shape-shifting bilayer. This bilayer consists of a super
absorbent poly(vinyl alcohol) (PVA) active layer providing a
large actuating force to drive the functional layer with
considerable thickness and stiffness and a polycaprolactone
(PCL) passive layer compatible with microelectronics through
2D manufacturing processes. Both materials boast excellent
biocompatibility and biodegradability, and the bilayer can
naturally dissolve and degrade in the animal body,”** thus
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Figure 1. Laser scribing programmed shape-shifting bilayers. (a) Fabrication process of the bilayer with laser-scribing trenches and its directional
shape-shifting. (b) Scanning electron microscopic (SEM) image (cross-sectional view) of a single scribing trench. (c) Optical images of the bilayers
with different directional arrangement line spacing of scribing trenches. (d) Deformation process of bilayers with different line spacing of scribing
trenches. (e) Statistics of the curvature of bilayers with different line spacing over time. (f) Quantitative analysis of experimental dependence of
curvature and actuation time on line spacing of scribing trenches and model analysis of curvature. (g) Dependence of curvature and actuation time
on the width of scribing trenches. (h) Dependence of curvature and actuation time on depth of scribing trenches.

possessing the potential for use in biologically and environ-
mentally friendly transient electronics and medical applica-
tions.”” Laser scribing on the active layer dictates the
deformation direction, curvature, and actuation time. By
adjustment of the deformation parameters in a regional
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manner, a series of 3D shapes have been assembled, including
a predefined self-locking structure. We briefly demonstrate two
applications in electrophysiological monitoring and intervening
using our shape-shifting bilayers as smart substrate driving
electrodes. Precise deformation direction and curvature
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Figure 2. Control of the complex directional shape-shifting of bilayers by laser-scribing trenches. (a) Experiment and simulation of the shape
change of a flower. (b) Experiment and simulation of samples with tilt angles of 6 = 15°, 30°, 45°, 60°, and 75°are shown. (Tilt angle (6) is defined
by the angle between the ribbon axis and the stripes on the top surface). (c—e) Three-dimensional structure composed of successive cylindrical
helices in different directions along a straight ribbon. (f,g) Helices with gradually changing radius. (h) Formation of bowknot shape. (i) Snap-fit
design inspired self-locking structure.
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regulation allow substrates to be flexibly applied to three-
dimensional surfaces. The excellent biocompatibility and
mechanical properties of the bilayer minimize damage to
biological tissues.

Figure la schematically demonstrates the fabrication process
of the shape-shifting bilayers. The preparation starts with spin-
casting of a layer of PCL film onto a glass substrate. The
surface of the PCL film is treated with an O,/Ar, plasma to
increase the bonding force between the two films, and then the
PVA solution is cast into the mold and dried. After the two
layers of polymers are prepared, a series of trenches are scribed
on the surface of the PVA layer by laser processing, and the
contour of the initial two-dimensional shape is also cut by laser
to obtain the designed sample. PVA has a strong absorption
coeflicient in the ultraviolet band so that it can be milled by a
laser in the ultraviolet band (Figure S3a). At the same time, the
transmission of visible and infrared light gives it advantages in
biomedical applications, as it allows for direct observation of
the surface of organisms or organs and the state of integrated
devices through the bilayer structure and makes the bilayer
suitable for integrating functional devices that are remotely
operated by infrared light. The laser process is simple and fast,
usually taking only a few seconds to a few minutes. A single
scribing trench is a V groove (Figure 1b). The dimensions of
the scribing trenches can be regulated by adjusting the
parameters of the laser processing (Figure S4).

PVA undergoes isotropic hygroscopic expansion in a humid
environment with a linear swelling ratio of 0.7 (Figure S1 and
Note S2), while PCL is hydrophobic®”*' and hardly absorbs
water (Figure S2 and Note S2), inducing a large strain
mismatch when the bilayer encounters humidity stimulation
and resulting in deformation. Due to the reduction of the
section moment of inertia at the scribing trenches site, the
bending stiffness will decrease, and the bending will
preferentially follow the direction of trench arrangement.

The bending parameter adjustment of shape-shifting bilayers
is usually achieved by changing the thickness ratio, modulus
ratio, or swelling rate ratio.””*® In our study, quantitative
control of the curvature and actuation time is conveniently
achieved by laser-scribing trenches.

For the experiment on the influence of arrangement line
spacing of trenches, a series of samples with the same
dimension (3 mm X 3 mm) and thickness composition (PVA
180 pm, PCL 70 pum) are scribed with laser-induced trenches
which have the same depth (100 pm), width (30 ym), and
different arrangement line spacing of 0.15—0.5 mm (Figure
Ic). The actuation time is defined by the time to reach
maximum curvature for samples. The deformation process of
samples with different trench line spacings is shown in Figure
1d, and the bending curvature over time of these samples is
statistically analyzed in Figure le. Significant differences can be
seen in the action history of samples with different line
spacings. As the line spacing of scribing trenches decreases
from 0.5 to 0.15 mm, the curvature of the bilayer curling action
gradually increases from 0.698 to 1.047 mm ™" (orange symbols
in Figure 1f). That is because the proportion of tiny laser-
induced damage to the overall PVA film can be almost
negligible, while hinge-like fold deformation forms due to the
decrease of bending stiffness induced by laser-scribing
trenches. A mechanical model where the curvature is adjusted
by the line spacing of scribing trenches is established, and the
modeling results are highly consistent with the experimental
observations (Figure 1f, Figure S5, and Note S4). The

actuation time of the bilayer decreases from 396 to 294 s as
the line spacing of scribing trenches decreases (blue symbols in
Figure 1f), which may be due to the increase of PVA water
absorption surface area and the decrease of the overall bending
stiffness of the film. The width and depth of the laser scribing
trench can also be adjusted to control bending parameters
(Figure 1g, 1h and Note SS). By simultaneously adjusting
different parameters of laser-scribing trenches, the actuation
time and curvature can be controlled separately (Figure S6 and
Note SS).

Complex shapes can be obtained by easily importing CAD
data to plan the laser beam path.** As is shown in Figure 2a, a
flower shape bilayer can be easily obtained through drawing
design, and petals curl up, taking the direction of the laser-
scribing trenches as the axis by encountering water stimulation.
The deformation results predicted by our FEA model are in
excellent agreement with experimental observations (Figure 2a
and Note S6).

To verify the precise controllability of laser-scribing trenches
on the action of shape-shifting bilayers, we obtained different
helix shapes by adjusting the arrangement direction of laser-
scribing trenches on strip samples with identical thickness
compositions and dimensions (Figure 2b). The angle between
laser-scribing trenches and the long side of the strip is defined
as 0. Samples with tilt angles of 8 = 75°, @ = 60°, 0 = 45°, 6 =
30° and 6 = 15° are shown in Figure 2b. The CAD drawings
of laser processing are displayed in the insets of each subplot.
The results obtained from the experimental tests show that the
curling direction can be controlled precisely. The helix angle of
samples is equal to 8, with the error within +3°. This error can
be further reduced by optimizing the fabrication process of
bilayers to improve their uniformity or optimizing laser
processing parameters. The FEA simulation model we
established also accurately predicts the deformation actions
(Figure 2b).

Three-dimensional concatenated structures containing
multiple helical segments are obtained by conducting a
regional distribution of different scribing trench arrangement
directions on samples (Figure 2c—e and Movie S1). The angle
between each two segments depends on the angle between the
scribing trenches of two areas. Helix shapes with diverse
curvature at different areas including a conical helix with a
gradually decreasing radius R (Figure 2f) and a helix with large
middle and small ends (Figure 2g) are obtained by conducting
regional distribution of different directional arrangement line
spacings of scribing trenches.

More sophisticated 3D shapes can be achieved by
ingeniously combining the regional distribution design of
scribing trench arrangement directions and line spacing. As an
example, a self-assembled bowknot shape is obtained by
regulating the actions of various parts (Figure 2h and Movie
S2). Inspired by snap-fit joints which are a type of mechanical
fastener for joining two parts together,” >’ we developed a
self-locking structure that can fix the curvature of the structure
(Figure 2i and Movie S3). The CAD drawings of laser
processing are displayed in the insets. The precise cooperation
of deformation in different parts of the bilayer in both temporal
and spatial dimensions is the key to the successful assembly of
the self-locking structure (Note S7). Several self-locking
structures with different self-locking curvatures from 0.4
mm™ to 1.3 mm™ are obtained on one film, and they are
arranged into different patterns through bending actions at the
connections of two self-locking structures (Figure S8). By
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Figure 3. Noninvasive monitoring of potential signals in plants by spiral twining electrodes. (a) Schematic showing the setup for the experiments.
INA, instrumentation amplifier. (b) Optical images showing spiral twining electrodes and invasive electrodes mounted on plants. (c) Potential
signal due to injury caused by mounting an invasive electrode recorded with the spiral twining electrode. (d) Signals from the electrodes in b in a
flame-wounding experiment. Blue shading indicates periods of mechanical disturbance. Inset displays the quantified comparison of signal quality
between the two electrodes (root-mean-square (rms) background noise amplitude, rms wind noise amplitude, wounding signal to background
noise ratio (SNR)). (e) Optical images showing spiral twining electrodes and ager-based electrodes mounted on plants. (fg) Signals from the
electrodes in g in mechanical interference experiments. Blue shading indicates periods of mechanical disturbance. Inset displays quantified
comparison of signal quality between the two electrodes (root-mean-square (rms) noise amplitude).

designing the components to different positions of the self-
locking structure, we can obtain any curvature smaller than the
original curvature of the bilayer. This large curvature regulation
range enables the bilayer to be suitable for target objects of
multiple sizes. In addition, the self-locking structure can
provide a certain confinement force to prevent the bilayer from
falling off from the target object and to maintain good interface
contact, which has a certain significance for application in the
field of conformal electronics.

The strategy of laser direct writing microstructures to
control the deformation of bilayers is simple, efficient, and
scalable. It allows for the generation of mechanical nonuniform
fields that lead to anisotropic deformation without changing
the intrinsic properties of the material (such as cross-linking
density, Young’s modulus, etc.) and can therefore be extended
to other deformation systems (Note S16 and Figure S9). The
smallest 3D assembly structure that has ever been made using
our PVA/PCL shape-shifting bilayer is a cylinder with an inner
diameter of approximately 100 ym and an outer diameter of
approximately 200 ym (Figure S13), and the smallest feature
size achievable by this 3D assembly method should be less than
this size.

11697

Herein, we briefly demonstrate two applications in 3D
functional biological interfaces based on our shape-shifting
bilayers, respectively, in the field of plant electrophysiology
research and animal neural interfaces.

Electrical signals count for much for plants to perceive and
respond to the environment. Monitoring and even interfering
with plant electrophysiological signals through advanced
electronic technology have potential benefits for food supply

. . . 38—42
and ecological environment protection.

We report a spiral
twining electrode for plant electrophysiological monitoring
with the capability of self-crimping driven by humidity and the
formation of a solid conformal interface. The preparation
process of the spiral twining electrode is shown in Figure S10
and Note S8. Spiral twining electrodes in a flat state will climb
and twine the plant stem independently and conformally like
vines when encountering humidity stimulation. The cylindrical
spiral radius of twining electrodes is designed to match the
plant stem to ensure a solid conformal interface and no
restraint damage to the plant stem. Due to the small elastic
modulus of PVA in the swelling state, the dehydration of PVA
cannot drive the bilayer to restore its original shape, so the
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electrode maintains its shape even after dehydration (Figure
S12).

To demonstrate that the spiral twining electrode can stably
and high-fidelity monitor plant electrophysiological signals, we
record the flame-induced variation potential of Anthurium
andraeanum. The schematic diagram of the setup is shown in
Figure 3a. The installation process of the spiral twining
electrode is simple (Movie S4). The traditional Ag/AgCl
invasive electrode is selected as the control electrode (Figure
3b). Figure 3c shows the electrical signal generated by plants
during the installation of the Ag/AgCl invasive electrode
recorded by the spiral twining electrode. A variation potential
of approximately 8 mV is detected due to the damage to plants
caused by the inserted metal electrode.

As shown in Figure 3d, when there is external mechanical
disturbance, such as wind, spiral twining electrodes can
maintain a stable signal baseline, and the noise has an average
amplitude of 85 yV, which is much smaller than the average
noise amplitude of about 526 uV recorded by the invasive
electrode. When a leaf is burned by flames, the spiral twining
electrode can accurately record the variation potential just like
the invasive electrode.

To prove the ability of the spiral twining electrode to resist
mechanical disturbance and obtain a stable signal, the spiral
twining electrode and traditional agar-based surface electrode
are used to monitor the electrophysiology of Anthurium
andraeanum and compared in terms of the noise generated by
shaking plant leaves and blowing plants, which are used to
simulate external environmental disturbances in nature. The
photo of the setup is shown in Figure 3e. As shown in Figure 3f
and 3g, agar-based electrodes recorded obvious interference or
large drifts with an average noise amplitude of 10.7 and 5.6 mV
when the leaf experienced movements separately by shaking
and blowing, which is much greater than the average noise
amplitude of about 0.8 and 1.2 mV recorded by the spiral
twining electrode, as a result of the unstable interface between
agar gel and plants. The spiral twining electrodes obtain high-
quality signals and have strong anti-interference ability
compared to agar-based electrodes. The spiral twining
electrode is proven to have application potential in plant
electrophysiological testing and provided an idea for the design
of plant electrophysiological surface electrodes.

The peripheral nervous system (PNS) is the routing system
of the body.*’ Direct monitoring and intervention of the
peripheral nervous system is a solution to nervous system
diseases.”* ™"’ Several extraneural electrodes have been
developed for peripheral nerve interfaces.'”*°~>* One problem
is mechanically induced neural damage due to possible
mechanical and geometrical mismatches. It is necessary to
accurately control the shape and dimensions of the 3D neural
interface and avoid additional surgical fixation. Herein, we
develop a self-rolling electrode with a self-installation function,
shape adaptability, mechanical fitness, and biocompatibility for
peripheral nerve stimulation and recording. The preparation
process of the self-rolling electrode is shown in Figure S10 and
Note S8. The bending radius of the self-rolling electrode is
designed to match the nerve to ensure a solid conformal
interface. Histological images of the sciatic nerve and
surrounding muscle tissue show minimal damage to the tissue
and negligible immune response caused by the implantation
(Figure 4a). After 3 weeks of implantation, the cellular
morphology and the nerve construct are well maintained.
Figure 4b and 4c shows the schematic diagram and optical
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Figure 4. In vivo recording and stimulation of the sciatic nerve of rats
using self-deformation electrodes. (a) Hematoxylin and eosin (H&E)
stained histological sections of the sciatic nerve and surrounding
muscle tissue for rats with films implanted for days 7, 14, and 21. The
image for the control sample is from a rat without implants. (b)
Schematic showing the setup for the stimulation experiments. Motion
tracks are captured by a camera. An external stimulating electrode
placed in the proximal position of the nerve evokes hindlimb
movements. (c) Optical images showing the self-deformation
electrode and the CMAP test electrode mounted on the sciatic
nerve. (d) CMAP generated when electrical stimulation uses self-
deforming electrodes. (e) Movement of the hindlimb during electrical
stimulation using self-deforming electrodes. Inset displays the
definition of displacement as well as the unit length. (f) Schematic
showing the setup for the recording experiments. Neural activity
resulting from mechanical stimulation of hindlimbs is recorded by the
self-deformation electrode. (g) Nerve activity resulting from
progressively increasing mechanical stimulation of the hindlimbs.

image of in vivo experiments. The prepared self-rolling
electrode is placed close to the nerve in a planar state and
spontaneously wraps the target nerve under humidity driving,
forming a conformal and solid 3D electrode—nerve interface.

The self-rolling electrode is used to stimulate the sciatic
nerve of the rat, and the compound muscle action potential
(CMAP) evoked due to the cell depolarization is obtained
using a commercial CMAP test electrode. As shown in Figure
4d, as the stimulation current of the self-rolling electrode
increases from 0.08 to 0.2 mA, the amplitude of the CMAP
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gradually increases from 0.17 to 6.55 mV and tends to
saturation. When the sciatic nerve is electrically stimulated,
regular shaking of the hindlimb of rats is observed (Movie SS).
That is because the evoked action potentials are transmitted
along the nerve to the motor end plates after the sciatic nerve
is electrically stimulated, enabling contraction of the relevant
muscles and thus leading to the movement of the hindlimb.
The displacement of the calcaneus in the hindlimb during
electrical stimulation is statistically shown in Figure 4e. The
definition of calcaneus displacement is shown in Figure 4b and
the inset of Figure 4e. As the stimulation current of the self-
rolling electrode increases from 0.08 mA to 0.2 mA, the
displacement of the calcaneus gradually increases from 0.7 mm
to 7.5 mm.

The self-rolling electrode is installed and wrapped on the
sciatic nerve to record the compound nerve action potentials
(CNAPs) generated by mechanical stimulation of the feet of
the rat using forceps. The schematic diagram of the setup is
shown in Figure 4f. As shown in Figure 4g, the CNAPs are
accurately captured by the self-rolling electrode. When the
mechanical stimulation gets stronger, gradually enhanced
electrical signals can be observed using self-rolling electrodes
(Figure 4gg and Movie S6), which are consistent with the
literature.”*~>*

The developed self-rolling electrodes provide a mechanical
and geometrical adaptable peripheral nerve—electrode design
solution with simplified surgical implantation and thus show
promising potential in both clinical practice and basic
neuroscience research.

In conclusion, we developed a water-responsive deformable
bilayer for smart 3D biological interfaces with the capability to
program control action parameters. Various complex shapes
with a strictly controllable deformation direction and
quantitatively adjustable deformation curvature have been
obtained. The strategy of laser direct writing microstructures to
control the deformation of bilayers is simple and efficient and
can be extended to other deformation systems. Although the
PVA/PCL shape-shifting bilayer does not have the ability to
control reversible deformation, there is the potential to break
the limitation of irreversible deformation in PVA/PCL bilayer
systems by extending to other deformation systems. Shape-
adaptable biological electrophysiological electrodes with
desirable biocompatibilities are obtained, which can form
stable conformal interfaces without any additional fixation and
reduce damage caused by complicated surgical implantation in
animal electrophysiology, demonstrating the application
prospects of this smart substrate in the field of 3D electronics.
Due to its compatibility with 2D planar microelectronic
processing processes, this smart substrate has good scalability
and can be integrated with other microelectronic devices for
use in 3D electronics, providing a flexible solution for the
design of 3D electronics.
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Note S1. Preparation of films.

Before the film casting, the glass sheet is cleaned with ethyl alcohol and deionized (DI) water,
followed by heating and drying at 80°C for 20 min. PCL (average molecular weight of ~80,000;
Macklin reagent) solution (20 wt % in N, N-Dimethylformamide) is spin-cast onto the glass
sheet and then dried at 80°C for Smin to get thin PCL film. Thick polyurethane tape is used to
form a mold around the glass sheet. The surface of the PCL layer is treated with vacuum plasma
to increase the hydroxyl content on the surface to make the surface hydrophilic. And then a
given mass of 10% PVA (average molecular weight of ~80,000; alcoholysis degree of 88%;

Macklin reagent) aqueous solution is poured on the PCL film and dried at 80°C for 2 hours.
Note S2. Characterization of PVA, PCL and PVA/PCL bilayers.

The UV-Vis-IR absorption spectra of the PVA xerogels is characterized by using a

spectrophotometer (Figure S3a).

Stress-strain curves of the polymer films are characterized by an electronic tensile testing
machine and then calculated Young’s modulus (Figure S3b). To test Young’s modulus of PVA
and PCL film, samples made into strips with a length of 10 cm and a width of 5 cm are stretched
at a constant rate on a tensile testing machine to obtain a load-displacement curve. Then the
stress-strain curve is calculated based on the size of the sample. As shown in Figure S3b, the
elastic modulus of the sample is calculated from the elastic portion of the stress-strain curve.
The test results show that the elastic modulus of PVA dry gel film is about 200MPa, and that

of PCL film is about 100MPa.

To test the swelling behaviors of PVA, samples made of a rectangular parallelepiped with a
side length of 2mm and a height of 200 pm are immersed in water. A grid pattern is set under

the sample for convenient size calculation. An industrial microscope is used to catch photos



during the swelling process. Figure Sla and Figure S1b show the swelling kinetics of PVA. The

linear swelling ratio is calculated through the following equation:

_ stelling - Ldry

Ldry

Here, L dry is the initial side length of the cuboid, and L swelling is the side length after
swelling. Figure Slc and Figure S1d show the swelling of PVA film in three directions. The
PVA film prepared has an isotropic linear swelling rate of about 0.7, which is used for

subsequent model calculations.

Hydrophilicity of the PCL film is measured with the use of a video contact angle instrument
(Figure S2a). Deionized water (2 uL) was automatically dropped onto the flat PCL film. The
contact angles indicating the wetting ability of the materials were calculated automatically. The
measured water contact angle of the PCL film is 102.6°, demonstrating its hydrophobicity. To
demonstrate that the PCL hardly absorbs water and swells, samples made of a rectangular
parallelepiped with a side length of 2 mm and a height of 200 um are immersed in water (Figure
S2b). A grid pattern is set under the sample for convenient size calculation. An industrial
microscope is used to catch photos during the process. After 200 minutes of immersion, there
1s no significant size change in the PCL film, demonstrating that PCL does not experience water

absorption and expansion.
Note S3. Laser processing.

The surface of the PVA layer is scribed by laser. At the same time, the contour of the initial
two-dimensional shape is also cut by laser to obtain the designed sample. Laser processing is
carried out using a femtosecond laser (Light Conversion PHAROS-20). The laser wavelength
is 343nm. Laser scanning speed is 100 mm/s. The shape of a single trench is a V-groove (Figure

S4). By adjusting the average power of the laser, the size of laser damage spots on PVA can be
3



changed, resulting in trenches with different opening widths. When the average laser power is
2W, the width of the single trench is about 5 um (Figure S4a). When the average laser power
is SW, the width of a single trench is about 15 um (Figure S4c). When the average laser power
is 8w, the width of a single trench is about 25 um (Figure S4e). When the average laser power
is 16w, the width of a single trench is about 80 um (Figure S4b). At the same time, the depth
of a single trench also increases with the increase of the average laser power. When the average
laser power remains constant, increasing the number of scans is used to increase the depth of
the trench. When the average laser power is SW and the number of scans is 7, the trench depth
is about 150 um (Figure S4d). Approximate rectangular trenches appear with multiple adjacent
trenches. When the average laser power is 8W and the number of scans is 5, by processing four
adjacent trenches with a center spacing of 25 um, a rectangular trench with a width of about
100 um and a depth of about 130 pm can be obtained (Figure S4f). The pre-designed laser
processing patterns (CAD data) and parameters are input into the laser control system, and the

controller automatically completes scribing at one time.
Note S4. Modeling the bilayer mismatched expansion structure.

Mechanical modeling of double-layer deformation caused by mismatched expansion has been
an intensive research in the past. The classical thermal expansion and bending equation of

double-layer metal beams was proposed in 1925

__ bl@m—a)(t-t)d +m)21 D

1
p h(3(1+m)2+ (1 + mn) (mz + W))

here, p Is the final bending curvature, a; and a, is the thermal expansion coefficient of the
passive layer and the active layer, t, and t are the initial and heating temperatures,
respectively, m is the ratio of the thickness of the passive layer to the thickness of the active

layer, h is the total thickness of the structure, and n is the ratio of the elastic modulus of the
4



passive layer to the elastic modulus of the active layer. This bimetallic beam thermal expansion
model is also applied as a classical equation to the swelling deformation model. It is the simplest
model for complex processes, achieving qualitative and semi quantitative prediction of strain
mismatch two-layer deformation structure-function relationships. However, the classical
equation and most of the previous analytical solutions for swelling bilayer only considered the
deformation of the double-layer structure at equilibrium swelling ratio, where the time history
of the actuation was not considered*™, that is, the diffusion process of solvents during swelling
induced deformation, the spatiotemporal distribution of solvents, and the change in modulus
caused by changes in the water content of the actuating layer. On the other hand, the classical
equation is more suitable for small deformation of the double-layer beam due to the use of
parameters such as the bending stiffness of the beam, and has low prediction accuracy in two-
layer swelling deformation structures. Continuum frameworks were proposed to describe the
coupling between diffusion and large deformation in polymer hydrogels®. Then the theories
were utilized to obtain transient behaviors of swelling hydrogels and water-driven devices by
finite element method (FEM)®°. However, it is computationally inefficient in solving the
coupling for complex structures, with extremely small time steps and dense meshes are utilized
to ensure convergence. A simple model for the hydrophilic/hydrophobic bilayer deformation
was developed, in which the diffusion of water was described by the one-dimensional diffusion
equation and transient deformation during swelling can be captured'®. When the swelling

reaches equilibrium, the curvature of the bilayer structure is obtained as

o %Ealnle[(Eahz — E,H*)h — (E,h + EyH)h?] 2
%(Eahz — E,H?)% — % (E,h3 + E,H3)(E.h + E,H)




here, x is curvature, E, and E, are Young’s modulus of actuation layer and passive layer,

A® is the equilibrium swelling ratio, h and H are thickness of actuation layer and passive

layer. Our model is based on this model and incorporates the impact of laser scribing trenches.

The bending curvature of the whole shape-shifting bilayer is divided into two parts (laser
scribing part and unscribed part) for calculation. The curvature generated by the unscribed part
which is defined as A 1is divided into a rapidly expanding layer ((a, — a3) part) in Figure S5)

and a subsequent expansion layer (az part in Figure S5) to calculate using eqs (2).

Due to the reduction of the section moment of inertia at the scribing trenches site, the bending
stiffness will decrease, and the bending will preferentially follow the direction of trench
arrangement. When the effect of laser scribing trenches on the curvature is considered, it is
believed that besides bending, folding phenomenon also occurs at the scribing parts. The
curvature generated by bending (defined as C) is still calculated by eqs (2). Schematic diagram
of bending model of bilayer structure with a laser scribing trench is shown in Figure SS5. Figure
S5a and Figure S5b show before and after swelling, respectively. The angle of the fold is
obtained by equalizing the force produced by compressing swollen gel at both sides of the
scribed part with the force required to squeeze the gel on the inside of the fold. The force

produced by compressing swollen gel at both sides of the scribed part can be expressed as
F = 8E3(a2 - a3)(1 + D)b (3)

here, E5; is Young’s modulus of PVA gel after water swelling, € is compressive strain of
swollen gel at both sides of the scribed part, a; is the thickness of the PCL film, a, is the
thickness of the PVA film, a; is remaining PVA thickness at the scribing trench, D is the

linear expansion rate of the PVA, which is numerically equal to 1° — 1 in the eqs (2), b is



the width of the bilayer. The force required to squeeze the gel on the inside of the fold can be

expressed as

a a a
coga htana co;a (h + coga)tana
F= f —E;b dh +f 4 E,bdh (4
0 0 h+—3
tana ____cosa
tana

here, E; and E, are Young’s modulus of PCL layer and PVA layer, a is half of the folded

corner. Combining eqs (3) and (4),

tan? E - 14D
an“a _ ¢ 3(az — az)( ) )

cosa Eyasz + Eqaq

Then the curvature of the whole bilayer can be expressed as

<L—w(§—1)>A+(§—1)B+w(§—1)c

L

y = (6)

here, L is the total length of the bilayer film. w is the groove width of the trench. x is the
arrangement line spacing of scribing trenches. A refers to the curvature generated by the
unscribed part, which is divided into a rapidly expanding layer ((a, —a3) part) and a
subsequent expansion layer (a; part) to calculate. C is the curvature generated by the
remaining PVA at the scribed part. A and C are directly calculated by eqs (2), and B is the
folding angle at the scribing trench, which is 2a calculated by eqs (5). Table S2 shows the

parameter values used in the equation.

When using the same parameters as in the experiment (the total length of the bilayer is 3 mm,
the PVA thickness is 180 pum, the PCL thickness is 70 um, the depth of trench is 100 um, the
width of trench is 30 pum), the calculated A is 0.5635, B is 0.08486, C 1s 0.2473. The

curvature of the whole bilayer can be expressed as



(3 —0.03 (% - 1)) 0.5635 + (% - 1) 0.08486 + 0.03 (% - 1) 0.2473

Y= 3 (7)

The experimental results are in good agreement with the model prediction results (Figure 1f).

Note S5. Dependence of curvature and actuation time on width of trenches and depth of

trenches.

Different curvatures and actuation times are obtained on films with the same thickness
composition by adjusting the width of trenches and depth of trenches. (Figure 1g and 1h). For
the experiment on the influence of width of trenches, a series of samples with the same
dimension (3 mm * 3 mm) and thickness composition (PVA 180 pum, PCL 70 um) are scribed
with laser-induced trenches which have the same depth (100 pm), arrangement line spacing
(0.3 mm), and different width of 30 pm-150 pum. As the width of trenches increases from 30
pm to 150 pum, the curvature of the bilayer curling action gradually decreases from 0.784 mm"
"t0 0.513 mm™' (orange symbols in Figure 1g), and the actuation time of the bilayer decreases
from 374 s to 217 s (blue symbols in Figure 1g). For the experiment on the influence of depth
of trenches, a series of samples with the same dimension (3 mm * 3 mm) and thickness
composition (PVA 180 um, PCL 70 um) are scribed with laser-induced trenches which have
the same width (60 um), arrangement line spacing (0.3 mm), and different depth of 15 um-170
um. As the depth of trenches increases from 15 pm to 170 um, the curvature of the bilayer
curling action gradually increases from 0.602 mm™ to 0.658 mm™ (orange symbols in Figure
1h), and the actuation time of the bilayer decreases from 393 s to 297 s (blue symbols in Figure

1h).

An example is provided to illustrate the independent control of actuation time (Figure S6). By

simultaneously adjusting the line spacing and trench width, two bilayers with the same



curvature and different actuation time can be obtained. As shown in Figure S6, two bilayer
samples have the same dimension (3 mm * 3 mm) and thickness composition (PVA 180 um,
PCL 70 um) are scribed with laser-induced trenches which have the same depth (100 um),
different arrangement line spacing (Sample 1: 0.3 mm, Sample 2: 0.6 mm), and different width
(Sample 1:50 um, Sample 2: 30 pm). These two bilayer samples have the same curvature of

0.67mm™ and a 51 s difference in actuation time.
Note S6. Finite element analyses.

Based on elasticity theory and stationarity principles, we have established a finite element
analysis (FEA) simulation model. Finite element stimulations (Abaqus) are used to analyze the
deformation process of bilayers with different scribing trenches patterns. The color of the
nephogram shows the stress of the structure at this point. In the simulation, a model with a size
of 1:1 to the actual sample is used, and thermal expansion is used instead of water absorption
expansion to qualitatively analyze the deformation. The product of the set linear thermal
expansion coefficient and the temperature difference is equal to the actual linear swelling rate
of the sample. The elastic modulus of PVA was set to decrease linearly with the increase of

thermal field temperature to better simulate the deformation process.
Note S7. The formation process of the self-locking structure.

The detailed illustrations for components of the self-locking structure are shown in Figure S7a.
The formation process of the self-locking structure: When exposed to humidity, The “receptacle
part” on one side (the green part in the figure) will first bend up, and the two “protrusion part”
on the other side (the blue part in the figure) will also bend inward. Then, with the bending of
the entire rectangular structure, the “protrusion part” will be pushed into the back of the
“receptacle part” and be stuck so that the entire structure finishes with self-locking (Movie S3).

The precise cooperation of deformation in different parts of the bilayer in both temporal and
9



spatial dimensions is the key to the successful assembly self-locking structure. When the action
of the "receptacle part" is not fast enough and bends with the same actuation time as the entire
rectangular structure, the "protrusion part" will not be able to be pushed into the back of the

“receptacle part”, but will bend at the front of the "receptacle part" (Movie S3 and Figure S7b).

Note S8. Preparation of spiral twining electrophysiological monitoring electrode and self-

rolling nerve electrode.

After obtaining the substrate through laser processing and scribing trenches, layers of 10-nm
Ni and 100-nm Au are deposited onto the surface of the PCL film using Magnetron sputtering,
and the deposition rate of the metal layer was controlled at ~0.33 nm/s. The patterning of metal

was achieved through a pre-designed mask (Figure S10).

Note S9. Characterization of the metal nanofilm and the interface between the metal

nanofilm and PCL before and after bilayer bending.

Bilayers with metal nanofilm are observed under optical microscopy and scanning electron
microscopy before and after bending (Figure S11). The results showed that the gold nanofilm
showed wrinkles after bilayer bending, but no obvious cracks appeared, indicating that the gold
nanofilm can maintain good conductivity during the 3D assembly process. Before and after the
bilayer bending, there is no obvious delamination problem at the interface between the gold

nanofilm and PCL.
Note S10. Preparation of agar-based electrode.

The preparation of agar viscous solution followed the protocol by Mousavi et al.!! Agar powder
was weighted and added in 10 mM KCl at 0.5% (w/v). The mixture was heated to boil and kept
boiling for 10 min before cooling to room temperature with magnetic stirring at 300 rpm. The

resultant mixture is a viscous translucent liquid. Cut a 4-cm-long piece of silver wire, and then
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bend one end by 180° to obtain a half-circle with a diameter of ~1 mm. Chloridize the curved
end of the wire on 1-2 cm to coat it with a layer of AgCl. After a few uses, the wires need to

be rechloridized.
Note S11. Plant electrophysiology testing.

Wound-induced potential changes and action potential caused by non-noxious stimulation in
Anthurium andracanum, were recorded using spiral twining electrodes and inserted metal wires.
In addition, the noise signal caused by mechanical disturbance is evaluated in the test of the
twining electrode and agar-based electrode. Anthurium andracanum was purchased from a local
market. On the day before testing, plants were watered and left undisturbed in a room
maintained at 24-25°C and 50-60% humidity.

For testing using spiral twining electrodes, the deformable electrode in flat state was put into
the water and was taken out after 10-20s. Then it was put on the plant stem to autonomously
deformed and wrapped on the stem. For invasive testing, chlorinated Ag wires were inserted in
stems at about 2 mm depth, and plants need to be undisturbed for at least two hours before
testing to recover from the potential signal of inserted injury. To assemble the agar-wire
electrodes, an Ag wire with a bent tip was firstly chlorinated and then held in place by an
electrode manipulator. Agar viscous solution was then slowly dropped at the plant interface
carefully with the bent tip of the ager-wire being wrapped in. Ag/AgCl reference electrode was
inserted in moist soil setting the reference potential.

Flame wounding on Anthurium andraecanum followed methods reported previously.'? The
flame from a lighter was placed underneath a leaf tip for 3s. Before wounding, the leaf to be
wounded was stabilized to minimize leaf movements during wounding. Signals from helical
electrodes and control electrodes were collected simultaneously at a sampling frequency of 50

Hz by data acquisition systems.
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Note S12. Electrophysiology signal analysis.

The amplitude of variation potential signal is calculated as the difference between the lowest
point of potential after fire injury and the baseline of potential before injury, that is, the
depolarization amplitude. The amplitude of action potential is calculated as the difference

between the highest peak potential and the lowest peak potential.

Signal-to-noise ratio (SNR) was calculated through
Ps
SNR = 10lg —
Py

where P is the mean value of the square of the amplitude of a group of signals in one test, and

P, is mean square background noise amplitude.
Note S13. Animal care.

For stimulating and recording activities of the sciatic nerve in vivo, all animal protocols used
were in accordance with the institutional guidelines of Tsinghua University and were proved
by Institutional Animal Care and Use Committee (IACUC). All animals are socially housed in
a 12 h/12 h (lights on at 8 am) light/dark cycle, with access to food pellets and water ad libitum.

For biocompatibility test and histology analysis, all animal work was approved by Wuhan
Servicebio Technology Co., Ltd., China, and the ethical approval protocol number was

Servicebio Animal Welfare NO. 2022158.
Note S14. Stimulating and recording activities of the sciatic nerve in vivo.

Rat (SD, 6 weeks old) was purchased from VitalRiver (Beijing, China). Animals were
anesthetized with an intraperitoneal injection of 1% pentobarbital sodium anesthetic (60 mg/kg)
before surgery and then fixed on the operating table. Using a scalpel and surgical nickel, the

sciatic nerve was exposed without muscle damage by being isolated from surrounding
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connective tissue. The shape-shifting bilayers were put under the nerve and given PBS to make
it curl around the sciatic nerve to give it a good attachment to the nerve. The stimulation signal
with a frequency of 0.5 Hz, a pulse current of 0.08 mA to 0.2 mA, and a pulse width of 0.2 ms
was achieved through a multi-channel electrophysiological acquisition and processing system
(Chengdu Instrument Factory, RM6240E/EC). A recording electrode was inserted into the tibial
related-muscle region, collecting electromyography (EMG) signals with a sampling rate of 20
kHz and a low-pass filter at 300 Hz. During the recording experiment, we continuously give
increased physical stimulation to the soles of rat by surgical tweezers, while the sciatic nerve
signals were collected by the deformed bilayers connected to RM6240E/EC with a sampling
rate of 20 kHz and a low-pass filter at 300 Hz. A camera captured the hindlimb lifting with a

sampling rate of 30 frames/s.

Note S15. Histology analysis.

For histological imaging, sciatic nerves of rats with and without implants were extracted (~5
mm length) and fixed with 4% paraformaldehyde in PBS overnight. Subsequently, standard
methods of embedding, slicing, and hematoxylin-eosin (H&E) staining were imposed. The

images were monitored using an optical microscope.

Note S16. Regulation of the action of PI/PVA bilayers.

The commonly used bioelectronic materials polyimide is used as the passive layer to
demonstrate its feasibility in bilayer structures and the scalability of the strategy. In the P/PVA
bilayer structure, laser scribing trenches can also precisely regulate the action of the bilayer

(Figure S9).
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Figure S1
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Figure S1. Swelling behaviors of PVA in water. a) Swelling process of PVA film with a size
of 2*2*0.18 mm. b) Variation of the edge length of PVA film over time. ¢) Photo of swelling
of PVA film in three directions. d) The swelling rate of the PVA film in three directions.
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Figure S2
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Figure S2. The hydrophobicity of PCL. a) The water contact angle of the PCL film. b)
Immersion of PCL film with a size of 2*2*0.2 mm in water.



Figure S3
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Figure S3. Optical and mechanical properties of bilayers. a) The light transmission
performance of the double-layer structure. b) Mechanical properties of PVA film and PCL film.
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Figure S4

Figure S4. Microdamage of different depths and widths formed by changes in laser processing
processes.
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Figure S5

Micro-damage

Figure SS. Schematic diagram of bending model of bilayer structure with micro-damage.
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Figure S6
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Figure S6. The independent control of actuation time.
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Figure S7
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Figure S7. The formation process of the self-locking structure. a) Detailed illustrations for
components of the self-locking structure. b) The action process of a normal self-locking
structure and a failed self-locking structure.
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Figure S8

Figure S8. Patterns formed by interconnecting Self-locking structures with different self-
locking curvatures on one film.
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Figure S9

Figure S9. Regulation of the action of PI/PVA bilayers.
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Figure S10
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Figure S10. Fabrication process of the spiral wound electrode and the designed shapeshifting
of the electrode in water.
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Figure S11
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Figure S11. Gold nanofilm and the interface between the gold nanofilm and PCL before and
after bending. Optical image of the gold nanofilm surface a) before, and b) after bending. SEM
image of the gold nanofilm surface c) before, and d) after bending. SEM image (cross-sectional
view) of the interface between the gold nanofilm and PCL e) before, and f) after bending.
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Figure S12
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Figure S12. The spiral twining electrode before and after dehydration of PVA.
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Figure S13

Figure S13. A cylinder with an inner diameter of approximately 100 um and an outer diameter
of approximately 200 pm.
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Table S1

Materials of Process for Adjustable Con\}ﬁfﬁble
No. Bio-interfaces Biodegradable Stimulus Shape regulating deformation R Ref.
substrate "l e —— traditional 2D
P processes
Shape . Thermal L
1 memory Peripheral nerve No Twining Molds Direction, No |
electrode Curvature
polymer (37°C)
Shape Thermal Tubular
2 memory Scaffolds No shane Molds Curvature / 2
polymer (37°C) P
3 Flex resin Spinal cord electrode No Air pressure | Paddle-type Photolithographic / No 3
4 Flex resin Peripheral nerve No Water F_olded 3D printing Curvature No 4
electrode ribbon
5 Hydrogel Monitoring the motions No Water X-shaped Photolithographic Direction No 5
of organs
Regenerative neuronal Solution
6 Hydrogel No composition Microtube Photolithographic Curvature Yes 6
cuff and pH
Plant I
lectr ul e
vx(/)oli'll; Xerogel LELCRE Yes Water Twining/ Lase:osgg;lsalng +3°), Yes /
Perioheral self-locking P Curvature,
eripheral nerve Actuation time
electrode

Table S1. The performance comparison of stimuli-responsive deformable substrate for bio-

interfaces.
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Table S2

E; (MPa) 100 Young’s modulus of PCL (tested)
E, (MPa) 200 Young’s modulus of PVA (tested)
E; (MPa) 0.07 Young’s modulus of PVA gel after water

swelling (calculated)

D (mm/mm) 0.7 linear expansion rate of the PVA (tested)

Table S2. Parameters in the Model.
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Movie S1

Movie S1. Formation of a three-dimensional concatenated structure containing three helical
segments.
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Movie S2

Movie S2. Formation of a bowknot shape.
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Movie S3
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Movie S3. Formation of the self-locking structure.
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Movie S4
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Movie S4. The process of mounting helical electrodes onto plant stems.
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Movie S5

Movie S5. Movement of the hindlimb during electrical stimulation using self-deforming
electrodes.
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Movie S6
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Movie S6. Composite nerve signals generated by mechanical stimulation of hindlimbs.
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