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Figure 1.  Estimated pressure maximums vs temperature for a selection of proposed mission destinations.7 
 
 The actuators that are needed for robotic exploration include lander pedal motors, drive/steering motors, 

manipulator joint motors, latching and deployment motors and sampling tool motors.  The requirements on these 
actuators are very restrictive due to the mass, volume and power envelopes imposed by space applications.  A schematic 
diagram showing some of these actuators which may be used in space exploration missions is shown in Figure 2.   
Except for the extreme high pressure region, of these restrictions (Pressure, static g, dynamic g, Temperature, Radiation 
Hardiness) high temperature operation in particular is the most restrictive.  Operating at 460 oC as is found on the 
surface of Venus is an extreme challenge.  Shielding, damping, sealing, heating can be incorporated in designs to 
account for many of these environmental factors however working in a high temperature environment for extended 
times is a very difficult technical challenge.   Active cooling using one-shot chemical cooling or powered refrigeration 
techniques can ameliorate the problem for drive electronics and batteries however the actuators, bearings, 
cabling/insulation, solders, and control sensors may have to be located external to any environmentally controlled 
space.  It is feasible that some of these components may be located intermediate between the high and controlled 
temperature regions and operated at a temperature below 460 oC.     This paper will discuss the use of high temperature 
actuation materials and the various actuators that can be made from these materials including piezoelectric motors with 
substantial torque, fine position actuators with nm position resolution and power ultrasonic tools for sampling. 
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Extreme Environments in Space Exploration

Heat flux at atmospheric entry: Heat fluxes often exceeding 10’s W/cm2

Hypervelocity impact: Higher than 3 km/sec
Low and high temperature: Lower than −55˚C and Exceeding +460˚C 
Thermal cycling: Cycling between temperature extremes outside of the military standard range of −55˚C to +125˚C
High pressures: Exceeding 20 bars
High radiation: Total ionizing dose (TID) exceeding 300 krad (Si), GCR, SPE, Neutron
Low and High gravity: microgravity on comets, 2.5g on Jupiter, launch, entry, descent

-215˚C

460˚C

Image credit: NASA
Lunar surface
-173 to 127˚C
-247˚C (25K) at pole
Sharp abrasive edge dust
Radiation

Mars surface
-126 to 21˚C
Sand storm
Radiation
Entry, Descent, & Landing

Deep space
2.7K
Radiation
Microgravity
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Nanotube Comparison (Theoretical)

Carbon Nanotubes Boron Nitride Nanotubes

Electric Properties Metallic or semiconducting Wide band gap (about 6.0 eV) 
Insulation, corrosion resistant

Mechanical Properties
(Young’s Modulus)

1.33 TPa
(very stiff)

1.18 TPa
(very stiff)

Thermal Conductivity >3000 W/mK
(highly conductive)

~300–3000 W/mK
(highly conductive)

Thermal Oxidation Resistance Stable up to
300-400 °C in air

Stable to over
900 °C in air

Neutron Absorption
Cross-Section C = 0.0035 barn

B = 767 barn (B10 ~3800 barn)
N = 1.9 barn
Excellent radiation shielding

Polarity No dipole Permanent dipole 
Piezoelectric (0.25-0.4 C/m2)

Surface Morphology Smooth
Corrugated
Better interfacial strength for 
composites, ionic bonding

Color Black White
(can be colored)

Coefficient of
Thermal Expansion

-1 x10-6 K-1

(very low)
-1 x 10-6 K-1

(very low)



High Temperature-Pressure (HTP) BNNT

• Free Electron Laser (FEL) or CO2 laser
• No Catalyst, only B and N resource 
• Very long, small diameter, highly crystalline BNNT

Nanotechnology, 20 505604 (2009)
US Patent 8206674 B2 (2012)

BNNT Synthesis

Jefferson Lab FEL BN target



Production Laser and Chamber

BNNT Synthesis Lab: NASA Langley  (1st Gen)

• 5 kW of infrared radiation @ 10.6µm
• Heat source for vaporizing Boron feed 

stock above 3500⁰C
• Pressurized with Nitrogen to 13.6 atm

(200 psi)

Nanotechnology, 20 505604 (2009)
J. Thermophysics and Heat Transfer 27 369 (2013)
Proc. SPIE 9060 906006 (2014)All images credit: NASA



Cotton-like High Pressure and Temperature (HPT)-BNNT 

Benefits
• One-to-few-walled tubes with high crystallinity
• Very long, high-aspect ratio tubes
• High scale-up potential
• No toxic catalysts (only B and N as reactants)
• Standard industrial cutting/welding lasers
• High service temperature (over 800ºC)
• Highly electroactive (due to the B-N polar bond)
• Neutron radiation shielding (due to their B content)

(~ 30 minutes run time)

BNNT LLC
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Structural Characterization of HTP-BNNTs

Smith et al., Nanotechnology (2009); Meng et al., Small (2012), Nanotechnology (2012)

Double-walled 
dominance

N=6

N=47

N=17

N=7 6

Nanotube Wall Number Distribution in HTP-BNNTs
(Based on AFM measurements of 1,000 randomly selected individual BNNTs)

SW

DW

TW

QW

SW: 11%
DW: 57%
TW: 24.6%
QW: 4.6%
Total: 97.2%

Yamakov, Park, Kang, Chen, Ke, Fay, CMS (2017). 

2
Diameter (nm)

4 6

Based on AFM measurements of 1,000 
randomly selected individual BNNTs 

TEM Micrographs

Nanotube Wall Number and Distribution of HTP-BNNTs

Comp. Mater. Sci., 135 29 (2017) 

Purified BNNT (Rice U)

Nanotechnology, 23 095703 (2012)



National Institute of Aerospace (NIA) BNNT Science Chamber

All images credit: NASA/NIA

Shadowgraph

Cooling Lines

Optical Filters/Shutters

Pressure Gauge

Cameras

Optical Lenses and Mirrors 

Main Chamber

Nitrogen Feed



NIA Science Rig HTP BNNT Run (Snapshots)

Proc. SPIE 9060 906006 (2014)

All images credit: NASA/NIA



BNNT LLC NRC Canada (Tekna) Boronite Corp 

BNNT Yarn 

www.boronite.com www.bnnt.com ACS Nano 8 6211 (2014)
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Hampshire

BNNT YarnsBNNT Mats

BNNT Fluffy Balls

As grown 
BNNT

NIA Science BNNT Rig

First Successful 
BNNT Scale-Up

BNNT LLC

BNNT Scale-Up and Various Forms of BNNT

180g BNNT
Ex-Nanocomp CTO

GIT (Satish Kumar)

BNNT/PAN Fiber 

Aligned  
BNNT 

BNNT Mat

Flexible BNNT Mat
Flexible BNNT 
Polymer Composite Carbon 147 419 (2019)

Purified BNNT (Rice U)

Chem. Mater. 31 1520 (2019)



Dispersion and Purification



Thermodynamic Approach: Effective BNNT Dispersion 
Essential for Quality Yarn, Fabric, and Composite Formation

Single and Co-solvents

BNNT Hansen Solubility Parameters 
δd, δp, δh = 16.8, 10.7, 9.0 MPa1/2

δt = 21.8 MPa1/2

Example of 3D Hansen space*

We believe the content of this manuscript provides a scientifically significant and comprehensive 
examination of BNNTs in solution, which is of interest to ACS Applied Materials & Interfaces 
readers. Below are a list of experts in the field who can provide a critical review of our work: 
 
Thank you very much for your time and your consideration of our manuscript for ACS Applied 
Materials & Interfaces. 
 
Sincerely, 
 

 
Cheol Park, Ph.D 
Senior Researcher 
Advanced Materials and Processing Branch 
NASA Langley Research Center 
Email: cheol.park-1@nasa.gov 
 
 

 

Figure Description: Three-dimensional Hansen space plot (center) for all solvents and co-solvents tested 
with boron nitride nanotubes (BNNTs). BNNT solutions were classified as dispersed (green), swollen 
(yellow), and sedimented (red) elucidated a clear region of good BNNT solubility (blue sphere). Also 
shown are examples of good solvents which display well-dispersed BNNTs (left) are shown in 
comparison to poor solvents which result in sedimented BNNTs (right). 

 

*http://confidentsolventselection.com/about/solubility-parameters.htmlNanoscale 8 4348 (2016)

DGmix = DHmix – T*DSmix

Thermodynamic Approach: 
Gibbs Free Energy of Mixing

δt
2 = δd

2 +δp
2 +δh

2

Hansen Solubility Parameters (HSP)
(dd, dp, dh): “like dissolves like”

dt
2: Hildebrand parameter 

dd: dispersion component
dp: polar component
dh: hydrogen bonding component

If DGmix is negative, 
spontaneous mixing happens 
to form a homogeneous 
solution  

http://confidentsolventselection.com/about/solubility-parameters.html


Dispersion: Dispersion State of Single and Co-solvents

Single Solvent Sphere Co-solvent Sphere

BNNT HSP 
δd, δp, δh = 16.8, 10.7, 9.0 MPa1/2

δt = 21.8 MPa1/2

Nanoscale 8 4348 (2016)



transmission electron microscopy (TEM)]. HR-
SEM revealed that the fiber consists of well-
aligned, thin CNT fibrils (Fig. 3, A and B) (typical
diameter of 10 to 100 nm and length >50 mm),
similar to wet-spun 0.5-mm CNT fibers (14), as
well as high-strength polymeric fibers (32). WAXD
showed sharp reflections at 2q = 25.3° (Fig. 3C
and fig. S14), due to planes perpendicular to the
nanotube axis (15). The azimuthal scan of this
peak gave a full width at half maximum (FWHM)
of 9.4° (which corresponds to a Herman orien-
tation factor of 0.986), averaged over four different
points along a single fiber (lowest and highest
values were 7.3° and 11.2°). Electron diffraction
on isolated single fibrils (peeled off the fibers)
displayed better order (FWHM = 5°), indicating
slight misalignment of fibrils within the fiber (Fig.
3C). This compares to FWHM = 31° for wet-spun
0.5-mm CNT fibers (14) and FWHM between 10°
and 14° for solid-state spun fibers (33). We also
quantified packing fraction by calculating a max-
imum theoretical packing density of 1.5 g/cm3

from high-resolution TEM on the starting CNT
material (15). Hence, the fiber density (1.3 g/cm3)
is ~90% of the theoretical close-packed density.
We verified the high packing fraction by visual-
izing the fiber cross section. The images showed
occasional ~100-nm voids, but no larger voids
(Fig. 3, D and E). This packing density for neat
carbon nanotube fibers compares with 78% for
wet-spun 0.5-mm CNT fibers (14) and ~50%
for solid-state fibers (3).

To understand the relative effect of CNT
alignment, packing, and doping on the conduc-
tion mechanism in these fibers, we studied the
temperature-dependent conductivity of annealed
fibers and isotropic films, as well as acid-doped
and iodine-doped fibers (differing in extent of
doping). All samples show two regimes (Fig. 4A):
At low temperature the conductivity rises with
temperature (semiconducting behavior), whereas
at high temperature the conductivity drops (me-
tallic behavior). The crossover temperature (in-
dicated by an arrow) is highest in the annealed
fiber and film and lowest in the iodine-doped
fiber. The low-temperature behavior can be un-
derstood in terms of carrier hopping or tunneling,
i.e., inter-CNT transport, which can be substan-
tially affected by mismatch of CNT types (metallic
versus semiconducting) and degree of alignment.
The high-temperature, metallic behavior reflects
diffusive, intra-CNT transport, for which the con-
ductivity is limited by electron-phonon scattering.
Each temperature-dependent curve can be well
fitted (15) by an equation (table S2) that com-
bines the two regimes (34), as shown in Fig. 4A.
The annealed fiber is ~3.5 times more conductive
than the annealed film. This is due to the CNT
alignment in the fiber, which increases CNT den-
sity and overlap and decreases their spacing, fa-
cilitating inter-CNT transport. Doping the fiber
by residual acid or iodine further improves the
conductivity by ~5- to 10-fold because doping
increases the intra-CNT conductivity of the semi-

conducting CNTs and also increases disorder
that helps relax the momentum conservation
required for inter-CNT transport (35). These ad-
vantages of doping seem to prevail over the con-
ductivity loss due to enhanced electron-impurity
scattering.

Above ~1 K, the thermal conductivity is dom-
inated by phonon transport and hence not close-
ly correlated to the electrical conductivity (Fig.
4B). We observe in a macroscopic sample a cross-
over (at 250 to 300 K) from impurity-phonon
scattering to three-phonon Umklapp scattering,
similar to the behavior of a single multiwalled
carbon nanotube (MWNT) (36). The conductivity
is about 20% of the single-MWNT value, possibly
due to quenching by the inter-CNT coupling,
but 10 to 100 times that of other macroscopic
CNT samples, usually limited by weak inter-CNT
transport due to misalignment. Acid removal by
annealing roughly doubles the fiber thermal con-
ductivity, presumably due to reduced phonon-
impurity scattering; surprisingly, annealing in the
presence of iodine yields comparable improve-
ment (15), showing that both high electrical
and thermal conductivity can be attained on the
same fiber.

We demonstrate the multifunctional prop-
erties of our fibers by supporting and wiring a
light-emitting diode (LED, 46 g) and by fabricat-
ing cold electron-emitting cathodes. The LED
was supported by two CNT fibers [(24 T1)-mm
diameter, Fig. 4C]. The stress in each fiber was

Fig. 3. (A) High- and (B) low-magnification SEM showing the typical mor-
phology of CNT fibers composed of ~100-nm-thick fibrils aligned along the
fiber axis. (C) Single-fiber x-ray diffraction (inset) and azimuthal scan show-
ing the high fiber alignment. (D and E) SEM images showing fiber’s cross

section after cutting by focused ion beam. There are no micrometer-sized
voids and few hundred-nanometer–sized voids. (F) Single-fibril TEM mi-
crograph and electron diffraction (inset) showing near-crystalline packing
within a fibril.

11 JANUARY 2013 VOL 339 SCIENCE www.sciencemag.org184
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Dispersion and Purification

BNNTs were found to be more stable under the electron
beam relative to CNTs and graphene in similar conditions43

with negligible electron-beam radiation damages observable at
the BNNT/CSA interface despite relatively long exposure to
the e-beam (about 50 e/Å2).
EELS analysis (see the Supporting Information) was

conducted on TEM grids, dried from BNNT/CSA solution
(see Experimental Section) to determine whether the BNNTs
were irreversibly functionalized upon exposure to CSA. Sharp
σ* and π* peaks arising from the B−K edge and a weak energy
loss peak from the N−K edge at 188 and 401 eV, respectively,
are characteristic of the electronic structure of hexagonal boron
nitride, with boron and nitrogen having sp2 hybridization.51

This is consistent with a previous electron diffraction study by
Smith et al., which indicated that the HTP BNNT material has
a hexagonal crystal structure, with basal planes parallel to the
tube surface.45 Presence of an O−K edge loss peak in the EELS
spectra of h-BN may originate from acid residues, the
surrounding atmosphere, or possibly from reactor contami-
nation. Since oxygen tends to adsorb chemically or physically
on more defective areas, we observe it on h-BN structures with
exposed edges, rather than on the BNNT surface.
Dissolving BNNTs in CSA without damage for direct

observation of individual BNNTs by cryo-TEM opens a new
approach for experimental characterization of the relative purity
and structural damage. The following sections discuss in detail
the characterization of BNNT solutions in CSA by cryo-TEM.
BNNT Defects. By cryo-TEM, we observe spontaneous

filling of BNNTs with CSA, similarly to previous observations
with CNTs.42 Figure 3a shows both filled (black arrow) and
empty (white arrow) BNNTs with significant contrast
differences. The centers of empty BNNTs are much lighter
than the surrounding acid matrix, because heavier sulfur and
chlorine atoms in the CSA scatter electrons much more
effectively than the lighter boron and nitrogen atoms.
Conversely, filled BNNTs show little contrast relative to the
background. Most of the imaged BNNTs are filled, implying
the presence of defects along the walls, or open ends. A close-
up view of a damaged end is shown in Figure 3b.
We find no correlation between BNNT diameter and the

filling effect (within 3.5 to 5 nm range of diameters in the

sample). Our images show that acid fills a BNNT whenever an
open end or a damaged wall is present. As such, cryo-TEM
imaging of BNNTs in CSA provides coarse material quality
control for individual BNNTs. It is well-known that the
presence of defects in nanometer-sized structures modifies their
electronic and mechanical properties. Particularly, in the case of
BNNTs, structural defects alter the band gap and chemical
stability.52,53 Figure 4a displays some clearly observed damaged

BNNTs, e.g., partially unzipped (black arrow), bent (black
arrowhead), and open BNNTs filled with acid. Although
previous reports indicate Lewis bases at elevated temperature
damage BNNTs through unzipping,54,55 there is no indication
that Brønsted acids at room temperature with no additional
treatment would similarly damage BNNTs. In fact, the
previously discussed EELS analysis of BNNT on TEM grids
after coagulation and drying from BNNT/CSA solution
eliminates the possibility that CSA damages the BNNTs.
This finding is consistent with the high chemical resistance of
BNNTs, with oxidation and cleavage known to occur only
when sufficient energy is provided via high temperatures
exceeding 700 °C,56 plasma,57 or ultrasonication.58

Figure 2. Cryo-TEM image of individualized BNNTs in CSA. The
BNNTs appear as darker threads in the CSA matrix (white arrows).

Figure 3. Cryo-TEM images, showing spontaneous filling. (a) Empty
(white arrow) and filled (black arrow) BNNTs. (b) Damaged end of
BNNT emerging from the vitrified acid. The opened end allows CSA
to enter the tube. Scale bars = 20 nm.

Figure 4. Cryo-TEM images of deformed and damaged BNNTs. (a)
Black arrow points to a partially unzipped BNNT; black arrowheads
show visible damage in the BNNT bent wall; white arrow points to
electron beam damage at the CSA/BNNT interface. Scale bar = 50
nm. (b, c) Faceted structures in the studied BNNT batches. Scale bars
= 20 nm.

Langmuir Article
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Langmuir 2017, 33, 14340−14346

14342

BNNTs were found to be more stable under the electron
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with negligible electron-beam radiation damages observable at
the BNNT/CSA interface despite relatively long exposure to
the e-beam (about 50 e/Å2).
EELS analysis (see the Supporting Information) was

conducted on TEM grids, dried from BNNT/CSA solution
(see Experimental Section) to determine whether the BNNTs
were irreversibly functionalized upon exposure to CSA. Sharp
σ* and π* peaks arising from the B−K edge and a weak energy
loss peak from the N−K edge at 188 and 401 eV, respectively,
are characteristic of the electronic structure of hexagonal boron
nitride, with boron and nitrogen having sp2 hybridization.51

This is consistent with a previous electron diffraction study by
Smith et al., which indicated that the HTP BNNT material has
a hexagonal crystal structure, with basal planes parallel to the
tube surface.45 Presence of an O−K edge loss peak in the EELS
spectra of h-BN may originate from acid residues, the
surrounding atmosphere, or possibly from reactor contami-
nation. Since oxygen tends to adsorb chemically or physically
on more defective areas, we observe it on h-BN structures with
exposed edges, rather than on the BNNT surface.
Dissolving BNNTs in CSA without damage for direct

observation of individual BNNTs by cryo-TEM opens a new
approach for experimental characterization of the relative purity
and structural damage. The following sections discuss in detail
the characterization of BNNT solutions in CSA by cryo-TEM.
BNNT Defects. By cryo-TEM, we observe spontaneous

filling of BNNTs with CSA, similarly to previous observations
with CNTs.42 Figure 3a shows both filled (black arrow) and
empty (white arrow) BNNTs with significant contrast
differences. The centers of empty BNNTs are much lighter
than the surrounding acid matrix, because heavier sulfur and
chlorine atoms in the CSA scatter electrons much more
effectively than the lighter boron and nitrogen atoms.
Conversely, filled BNNTs show little contrast relative to the
background. Most of the imaged BNNTs are filled, implying
the presence of defects along the walls, or open ends. A close-
up view of a damaged end is shown in Figure 3b.
We find no correlation between BNNT diameter and the

filling effect (within 3.5 to 5 nm range of diameters in the

sample). Our images show that acid fills a BNNT whenever an
open end or a damaged wall is present. As such, cryo-TEM
imaging of BNNTs in CSA provides coarse material quality
control for individual BNNTs. It is well-known that the
presence of defects in nanometer-sized structures modifies their
electronic and mechanical properties. Particularly, in the case of
BNNTs, structural defects alter the band gap and chemical
stability.52,53 Figure 4a displays some clearly observed damaged

BNNTs, e.g., partially unzipped (black arrow), bent (black
arrowhead), and open BNNTs filled with acid. Although
previous reports indicate Lewis bases at elevated temperature
damage BNNTs through unzipping,54,55 there is no indication
that Brønsted acids at room temperature with no additional
treatment would similarly damage BNNTs. In fact, the
previously discussed EELS analysis of BNNT on TEM grids
after coagulation and drying from BNNT/CSA solution
eliminates the possibility that CSA damages the BNNTs.
This finding is consistent with the high chemical resistance of
BNNTs, with oxidation and cleavage known to occur only
when sufficient energy is provided via high temperatures
exceeding 700 °C,56 plasma,57 or ultrasonication.58

Figure 2. Cryo-TEM image of individualized BNNTs in CSA. The
BNNTs appear as darker threads in the CSA matrix (white arrows).

Figure 3. Cryo-TEM images, showing spontaneous filling. (a) Empty
(white arrow) and filled (black arrow) BNNTs. (b) Damaged end of
BNNT emerging from the vitrified acid. The opened end allows CSA
to enter the tube. Scale bars = 20 nm.

Figure 4. Cryo-TEM images of deformed and damaged BNNTs. (a)
Black arrow points to a partially unzipped BNNT; black arrowheads
show visible damage in the BNNT bent wall; white arrow points to
electron beam damage at the CSA/BNNT interface. Scale bar = 50
nm. (b, c) Faceted structures in the studied BNNT batches. Scale bars
= 20 nm.
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Dispersion in a Superacid (Chlorosulfuric acid)

Purification: Wet Thermal Oxidation

Here, we demonstrate purification and assembly of BNNTs
into macroscale articles via solution processing with chloro-
sulfonic acid (CSA) as a solvent. A recent study indicated that
CSA acts as a true solvent for BNNTs.28 In the current study,
the preferential solubility of BNNTs compared to h-BN and
other byproducts is used to extract BNNTs without surfactants
or sonication. Furthermore, we show the formation of
submicron BNNT layer films, millimeter thick mats, and
centimeter-scale BNNT aerogels by using CSA.
All the BNNTs used in this report were synthesized by the

high-temperature-pressure (HTP) process and supplied by
NASA.12 Our initial analysis by high-resolution scanning
electron microscopy (HR-SEM), X-ray photoelectron spectro-
scopy (XPS), and X-ray diffraction (XRD) (presented in the
Supporting Information) indicated that the starting material
contains elemental boron, h-BN, and boron oxide (B2O3) in
addition to BNNTs.
Infrared spectroscopy (attenuated total reflectance-IR (ATR-

IR)), X-ray photoelectron spectroscopy (XPS), and thermo-
gravimetric analysis (TGA) were used to determine any
possible reactions of CSA with BNNTs (details in the

Supporting Information). As-synthesized BNNTs were mixed
with CSA (Sigma-Aldrich) at 0.7 wt % to form a gray slurry.
The slurry was then filtered through a 25 mm diameter, 20 nm
pore-size alumina filter (Whatman Anodisc 25), and formed a
wet disc. Chloroform (Sigma-Aldrich) was added to precipitate
the BNNT solids and remove CSA. This was followed by
washing with ethyl alcohol (Fisher Scientific) and water to
remove chloroform, sulfuric acid, hydrochloric acid, and other
CSA−chloroform reaction byproducts. It was then dried in
vacuum at 35 °C for 48 h. The ATR-IR data from the CSA-
treated BNNT material showed some broadening and a small
shift of the B−N peaks with no new spectral features. Although
XPS indicated that residual sulfur and chlorine are present in
the CSA-treated BNNT material, this is due to residual acid.
The absence of new spectral features attributable to BNNT
functionalization indicates that no permanent chemical
reactions between BNNTs and CSA occurred, in agreement
with previous electron energy loss spectroscopy.28 In addition
to permitting analysis of the BNNT−CSA interactions, this
process also illustrates one route to form structurally stable
BNNT mats.

Figure 1. (A) Secondary electron HR-SEM of a thin film of BNNTs from the supernatant after centrifugation. The white arrow points to example
nanotubes, while the arrowhead points to a star-shaped structure commonly observed. (B) Secondary electron HR-SEM of the self-supporting film.
Insets show the macroscopic appearance of the material imaged by HR-SEM.

Figure 2. (A) HR-SEM cross-section micrograph of the freestanding BNNT film. The thickness ranges from 1 to 1.5 μm. (B) HR-SEM micrograph
at a tear in the freestanding BNNT film. Arrows point to BNNT fibrils crossing the torn area.
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transmission electron microscopy (TEM)]. HR-
SEM revealed that the fiber consists of well-
aligned, thin CNT fibrils (Fig. 3, A and B) (typical
diameter of 10 to 100 nm and length >50 mm),
similar to wet-spun 0.5-mm CNT fibers (14), as
well as high-strength polymeric fibers (32). WAXD
showed sharp reflections at 2q = 25.3° (Fig. 3C
and fig. S14), due to planes perpendicular to the
nanotube axis (15). The azimuthal scan of this
peak gave a full width at half maximum (FWHM)
of 9.4° (which corresponds to a Herman orien-
tation factor of 0.986), averaged over four different
points along a single fiber (lowest and highest
values were 7.3° and 11.2°). Electron diffraction
on isolated single fibrils (peeled off the fibers)
displayed better order (FWHM = 5°), indicating
slight misalignment of fibrils within the fiber (Fig.
3C). This compares to FWHM = 31° for wet-spun
0.5-mm CNT fibers (14) and FWHM between 10°
and 14° for solid-state spun fibers (33). We also
quantified packing fraction by calculating a max-
imum theoretical packing density of 1.5 g/cm3

from high-resolution TEM on the starting CNT
material (15). Hence, the fiber density (1.3 g/cm3)
is ~90% of the theoretical close-packed density.
We verified the high packing fraction by visual-
izing the fiber cross section. The images showed
occasional ~100-nm voids, but no larger voids
(Fig. 3, D and E). This packing density for neat
carbon nanotube fibers compares with 78% for
wet-spun 0.5-mm CNT fibers (14) and ~50%
for solid-state fibers (3).

To understand the relative effect of CNT
alignment, packing, and doping on the conduc-
tion mechanism in these fibers, we studied the
temperature-dependent conductivity of annealed
fibers and isotropic films, as well as acid-doped
and iodine-doped fibers (differing in extent of
doping). All samples show two regimes (Fig. 4A):
At low temperature the conductivity rises with
temperature (semiconducting behavior), whereas
at high temperature the conductivity drops (me-
tallic behavior). The crossover temperature (in-
dicated by an arrow) is highest in the annealed
fiber and film and lowest in the iodine-doped
fiber. The low-temperature behavior can be un-
derstood in terms of carrier hopping or tunneling,
i.e., inter-CNT transport, which can be substan-
tially affected by mismatch of CNT types (metallic
versus semiconducting) and degree of alignment.
The high-temperature, metallic behavior reflects
diffusive, intra-CNT transport, for which the con-
ductivity is limited by electron-phonon scattering.
Each temperature-dependent curve can be well
fitted (15) by an equation (table S2) that com-
bines the two regimes (34), as shown in Fig. 4A.
The annealed fiber is ~3.5 times more conductive
than the annealed film. This is due to the CNT
alignment in the fiber, which increases CNT den-
sity and overlap and decreases their spacing, fa-
cilitating inter-CNT transport. Doping the fiber
by residual acid or iodine further improves the
conductivity by ~5- to 10-fold because doping
increases the intra-CNT conductivity of the semi-

conducting CNTs and also increases disorder
that helps relax the momentum conservation
required for inter-CNT transport (35). These ad-
vantages of doping seem to prevail over the con-
ductivity loss due to enhanced electron-impurity
scattering.

Above ~1 K, the thermal conductivity is dom-
inated by phonon transport and hence not close-
ly correlated to the electrical conductivity (Fig.
4B). We observe in a macroscopic sample a cross-
over (at 250 to 300 K) from impurity-phonon
scattering to three-phonon Umklapp scattering,
similar to the behavior of a single multiwalled
carbon nanotube (MWNT) (36). The conductivity
is about 20% of the single-MWNT value, possibly
due to quenching by the inter-CNT coupling,
but 10 to 100 times that of other macroscopic
CNT samples, usually limited by weak inter-CNT
transport due to misalignment. Acid removal by
annealing roughly doubles the fiber thermal con-
ductivity, presumably due to reduced phonon-
impurity scattering; surprisingly, annealing in the
presence of iodine yields comparable improve-
ment (15), showing that both high electrical
and thermal conductivity can be attained on the
same fiber.

We demonstrate the multifunctional prop-
erties of our fibers by supporting and wiring a
light-emitting diode (LED, 46 g) and by fabricat-
ing cold electron-emitting cathodes. The LED
was supported by two CNT fibers [(24 T1)-mm
diameter, Fig. 4C]. The stress in each fiber was

Fig. 3. (A) High- and (B) low-magnification SEM showing the typical mor-
phology of CNT fibers composed of ~100-nm-thick fibrils aligned along the
fiber axis. (C) Single-fiber x-ray diffraction (inset) and azimuthal scan show-
ing the high fiber alignment. (D and E) SEM images showing fiber’s cross

section after cutting by focused ion beam. There are no micrometer-sized
voids and few hundred-nanometer–sized voids. (F) Single-fibril TEM mi-
crograph and electron diffraction (inset) showing near-crystalline packing
within a fibril.
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structures. Figure 1(c) shows representative HRTEM images of BNNTs in the form of SW, double-
walled (DW), triple-walled (TW) and quadruple-walled (QW) configurations. Figure 1(d) shows 
the outer diameter ranges of single to quadruple-walled BNNTs that were characterized by 
HRTEM. The outer diameter range of the observed DW-BNNTs was found to be from 2.0 to 4.0 
nm, while 0.7 to 2.4 nm for SW-BNNTs, 2.8 to 5.6 nm for TW-BNNTs, and 3.7 to 6.6 nm for 
QW-BNNTs. The data presented in Figure 1(d) show that the diameter range of one type of BNNTs 
partially overlaps with other types of tubes. Therefore, the exact wall number of a BNNT may not 
be directly identified based on its outer diameter when it falls into the overlapping diameter 
region(s). High resolution AFM imaging measurements of dispersed BNNTs show that their 
diameter distribution is poly-dispersed and the diameter of 92% of tubes falls into the range of 1-
4 nm, which is consistent with the results from HRTEM measurements. 

 
 

2. Mechanical Properties of BNNTs 
 

Objective: To quantitatively characterize the mechanical properties of individual BNNTs in both 
longitudinal (tensile) and radial (transverse) directions, and to conduct a comparison analysis of 
the mechanical properties of BNNTs with CNTs.  
 
2.1 Tensile Testing of Individual BNNTs by in-situ SEM Nanomechanical Measurements  

The tensile (Young’s) moduli and breaking strengths of individual BNNTs were investigated 
using the in-situ scanning electron microscopy (SEM) tensile testing scheme shown in Figure 2(a). 
In this testing scheme, an individual BNNT stays horizontal with one end attached to the tip of an 
AFM force sensor and the other end attached to a rigid probe using 3D nanomanipulation and 
electron beam induced deposition (EBID) techniques. By using sensitive AFM force sensors with 
spring constants of about 0.02 N/m, the in-situ electron microscopy nanomechanical testing 
platform possesses a force sensitivity of ~0.1 nN and a spatial resolution of a few nanometers. 
Measurements on the elastic moduli and breaking strengths of a number of individual BNNTs 
were performed using the in-situ SEM tensile testing platform. Figure 2(b) shows a selected SEM 
snapshot of tensile testing of one single BNNT. The tensile testing measurements revealed that 
their tensile moduli and breaking strengths are in the range of 760-960 GPa and 14-38 GPa, 
respectively, both of which are calculated based on a measured median BNNT diameter by using 
AFM (~2.5 nm). To the best of our 
knowledge, the measurements of the 
tensile modulus and breaking strength 
in this work are the first available data 
on the HTP- BNNTs. The results clearly 
demonstrated our unique capabilities of 
manipulating and performing tensile 
tests on individual BNNTs. The data 
about the tensile moduli and breaking 
strengths of HTP-BNNTs are consistent 
with the reported experimental data of 
BNNTs synthesized using other 
methods (i.e., modulus of 0.7-1.3 TPa 
and strength of 8-33 GPa)4–6 and 

Figure 2: (a) Schematic of our in-situ SEM tensile testing 
schemes for measuring the elastic moduli and strengths of 
individual BNNTs. (b) Selected SEM snapshot of tensile 
testing of one single BNNT (~ 1.2 µm in length).  
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polarized nature of B-N bonds, both van der Waals (vdW)
and Coulomb interactions contribute to the BNNT-polymer
binding strength. In the MD simulation, we investigate the
binding interactions of a double-walled BNNT of 6 nm in
length and 3.1 nm in outer diameter with PMMA and epoxy.
Instead of using a large volume of polymer matrices that
makes simulations prohibitively expensive, our MD study
focuses on the interfacial binding interaction between one
BNNT and a short model polymer chain. Figure 3(a) shows
the employed model PMMA (eight monomer units, 122
atoms in total) and epoxy (two Epon 828 units and one cur-
ing agent unit, 114 atoms in total) chains. The MD simula-
tions are carried out by using the OPLS-AA force field33 and
based on the following non-bonded interaction potential:
Enonbonded ¼

P
ij½qiqj=rij þ 4eijððr ij=rijÞ12&ðr ij=rijÞ6Þ', where

the first term in the series represents the Coulomb energy, and
the second term represents the vdW energy that is calculated
based on 12–6 Lennard-Jones (L-J) potential. rij is the distance
between two atoms i and j, eij is the depth of the potential
well, and r ij is the distance corresponding to zero inter-atom
potential. qi and qj are the electrical charges on atom i and j,
respectively. Lorentz-Berthelot mixing rules are employed to
calculate the L-J coefficients, which are given as r ij ¼
ðr ii þ r jjÞ=2 and eij ¼

ffiffiffiffiffiffiffiffi
eiiejj
p

. The following L-J coefficients
are employed for C, B, and N atoms: r C¼0.337nm;
r B¼0.345nm; r N¼0.337nm; eC¼2.64meV; eB¼4.16meV;
and eN¼6.28meV.34–36 The charges on BNNTs qB ¼ 0:37e
and qN ¼&0:37e are employed.37,38 The partial charges on
the model PMMA and epoxy chains are adopted from prior
MD studies,39–42 and are shown in Figure S2.43

Figure 3(b) shows the respective trajectories of the inter-
facial binding energy during the relaxation of the model ep-
oxy and PMMA chains on the BNNT surface. The results
show that both polymer chains react spontaneously to the
binding interaction with the BNNT surface and reach steady-
state binding energy state within 5 ps (for PMMA) and 20 ps
(for epoxy). The steady-state binding energy is found to be
about &82.6 kcal/mol for epoxy and about &65.1 kcal/mol
for PMMA. The vdW interactions contribute to about 85.2%
of the total binding energy on the BNNT-epoxy interface,
and the remaining 14.8% is contributed by the Coulomb
interactions. Similar binding energy contributions are also
observed for the BNNT-PMMA interface. On a per-atom ba-
sis, the BNNT-epoxy binding energy is found to be 35.8%
higher than the BNNT-PMMA binding energy, which is con-
sistent with the experimental observation.

The MD simulations also provide insights into the bind-
ing mechanism on BNNT-polymer interfaces that possess
higher strength as compared with interfaces formed with
CNTs. Figure 3(c) shows the comparison of the respective
steady-state interfacial binding energies of the model
PMMA and epoxy chains with the same-diameter BNNT
and CNT. The data show that the total binding energy on
BNNT-epoxy interfaces is 71.7% higher than that of CNT-
epoxy interfaces, the latter of which is based purely on vdW
interactions. It is noted that 46.4% of the observed increase
is attributed to the higher vdW interaction on BNNT-epoxy
interfaces, while the remaining 25.3% increase is ascribed to
the Coulomb interaction. Similar phenomena are also exhib-
ited in the comparison of BNNT-PMMA and CNT-PMMA

FIG. 3. (a) The molecular structures of
the model epoxy and PMMA chains
and the BNNT that are employed in
the MD simulation. (b) The calculated
trajectories of the intermolecular inter-
action energy between the model ep-
oxy and PMMA chains and the same
BNNT during the polymer relaxation
process. The dashed lines indicate the
average steady-state binding energies.
(c) Comparison of interfacial binding
energy of the model BNNT and CNT
with the model PMMA and epoxy
chains.

253105-4 Chen et al. Appl. Phys. Lett. 107, 253105 (2015)
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V. Thermal Analysis 
The Fully Implicit Ablation and Thermal Response (FIAT) code13 was used to perform thermal analysis and 

sizing of both the Baseline and MHSHS concept.  Within FIAT material recession is also predicted in the ablating 
materials modeled. Thermal models for each concept are illustrated in Fig. 2.  Note that this is a one-dimensional 
analysis so no structural frames were included in the thermal sizing study. The ISS return and Mars entry cold-wall 
heating profiles described in the previous section were used to create relevant environment profiles for input with 
FIAT.  Both ISS and MSL estimated heating profiles were applied to each concept. 

The material thermal properties for the various components were already included in the material database file 
supplied with FIAT for the Baseline model.  FIAT was used to size the required thickness for PICA in the Baseline 
model for both ISS return and Mars entry using the parametric heating profiles.   The thermal constraint in the model 
is the RTV temperature limit of 482°F (250°C).   An adiabatic boundary condition was assumed for the bottom of 
the lower titanium facesheet.  

The material thermal properties for the various components of the MHSHS model had to be integrated into the 
FIAT material database. The existing FIAT dimensionless mass blowing rate (B’) tables for Reinforced Carbon-
Carbon (RCC) were used for analyzing ACC-6.  A multi-layer insulation approach was pursued considering several 
insulation materials.  Opacified Fibrous Insulation (OFI) material was considered where thermal properties had been 
developed at NASA LaRC.14  Alumina paper reinforced aluminosilicate aerogel was also included in the evaluation 
where material properties were obtained in the same test apparatus described in Ref. 14.    The lower layer of the 
insulation consists of a thin layer 0.02 in (0.51 mm) of Nextel 440 fabric for holding the insulation in place. The 
fabric was modeled as a heat sink, with no heat loss from the backside, which is the standard conservative practice 
for TPS analysis.  Parametric thermal studies were conducted with ACC-6 thicknesses of 0.25 and 0.50 in (6.35 and 
12.7 mm) for the Mars entry case.  For a single layer flexible insulation design, the OFI thickness was sized based 
on Nextel fabric IML temperature constraint of 302°F (150°C).   Parametric studies were also conducted with IML 
temperature constraints varying between 392 and 572°F (200 to 300°C).  As expected, insulation thickness and mass 
decreased with increasing IML temperature constraint.  Only results with IML temperature constraint of 150°C are 
shown in this paper, and these results are the most conservative set of results.   For a two-layer flexible insulation 
design, a 0.5 in ( 12.7 mm) thick layer of alumina paper reinforced aluminosilicate aerogel was used as the lower 
layer of insulation,  and the OFI thickness was sized based on Nextel fabric IML temperature constraint of 302°F 
(150°C).  OFI is efficient in reducing radiation which is the dominant mode of heat transfer at higher temperatures 
(closer to OML), while aerogels are effective in reducing gas conduction which is the dominant mode of heat 
transfer at lower temperatures (closer to IML) in high porosity insulations.14 

VI. Thermal Testing 
Preliminary testing has been initiated on coupon samples to validate the thermal models and demonstrate thermal 

performance. The Hypersonic Materials Environmental Test System (HYMETS) arc-jet facility at NASA LaRC 
(Fig. 9) was chosen for testing due to the ability to test small 1-in (25.4 mm) diameter specimens in an environment 

 
        Figure 9. Photograph of HYMETS testing chamber opened for installing specimens. 

HYMETS testing chamber

All images credit: NASA Collaborators: Scott Splinter, Jeff Gragg, Kamran Daryabeigi (AIAA, 2011)

Arc plasma generator

HYMETS TEST for BNNT Mats
• Heat flux: Set at 50 W/cm2 (2nd Gen Mars EDL)
• Duration: 1 min - 5 min 
• Atmosphere: Air (with 5% Ar)
• Cooled under Vacuum

LaRC HYMETS Test Conditions
• Specimen Surface Temperature (oC): 1260-2482
• Specimen Stagnation Pressure (atm): 0.013-

0.079
• Free Stream Mach Number: 5.0
• Free Stream Enthalpy (kJ/kg): 5350-26749

Flexible BNNT mat



Hypersonic Materials Experiment Test System (HYMETS)

Sample: BNNT Mat (as grown, nonwoven)
• Fabricated by a vacuum filtration process
• Diameter: 25 mm, Thickness: 2 mm, Density: ~ 0.3 g/cm3

HYMETS Test Conditions
• Test duration: 1 min 
• Surface temperature: 2400 oF (1315 oC)
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Superior Structural and Mechanical Properties of BNNTs in 

High Temperature Environments
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AFM studies show that individual BNNTs can
survive at up to 850 °C in air and captures the sign
of their structural degradation at 900 °C and above.
(the red arrows mark the positions of the oxidation-

induced tube broken sites).
AFM-based nanomechanical compression 
tests (illustrated in inset drawing) show that 
the mechanical properties of individual BNNTs 
remain intact after thermally baked at up to 
850 °C in air. 

Xiaoming Chen, Christopher M Dmuchowski, Cheol Park, Catharine C. Fay and Changhong Ke, "Quantitative Characterization of Structural and 

Mechanical Properties of Boron Nitride Nanotubes in High Temperature Environments," Scientific Reports, 7, 1138 (2017).

Credit: Binghamton U (Prof. Ke)



u Ultralight, flexible, shielding materials for extreme environment 
conditions (thermal, mechanical, chemical, and radiation)

u NASA applications: 
– Materials for space vehicles and structures.
– Flexible TPS (FTPS) for hypersonic inflatable aerodynamic 

decelerator (HIAD). 

NASA Missions for Extreme Environment

IRVE-3 (NASA)

All image credit: NASA
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National Aeronautics and Space Administration (NASA) Titanium Metal Matrix Nano-Composite (Ti MMnC) �

Sample #1, BNNTs Exhibit Bridging

U Queensland: Prof Bernhardt & Dr. Rhomann (AFOSR/AOARD)

BNNT-Ti64

BNNT Metal Matrix Composite (BNNT-MMC)

J. Phys. Chem. C 120 3509 (2016)
J. Phys. Chem. C 122 15266 (2018)
Nanotechnology, 30 25706 (2019) BNNT-ceramic interfacial strength
J. Am. Cer. Soc. Early view, BNNT-PDC composite (k: 2000% increase)

Adv. Eng. Mater. 18 1747 (2016) 
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pressure (80MPa), and long sintering time (1 h) involved in
SPS. In addition, weak peaks for AlN and AlB2 were detected,
which suggests interfacial reactions taking place between Al
and sandwiched BNNT layer. It is noteworthy that Lahiri
et al.[15] did not report any interfacial product formation for
bamboo-shaped BNNT reinforced Al composite consolidated
by SPS. This could be related to lower sintering temperature
(500 !C) employed in that study. Yamaguchi et al.’s study[17]

involved SPS at 550 !C; but since the sintering time was
relatively low (" 20min), they too did not detect any reaction
product. Lahiri et al.[12] reported interfacial products for
furnace sintering in Ar atmosphere, but the reaction was slow,
and discretely nucleated crystals of new products could be
noticed only after 2 h of soaking. In the present work,
sputtering resulted in deposition of Al layer on BNNT mat,
which is likely to promote bonding with Al powder during
SPS.Moreover, the long BNNTmats have large interfacial area
of contact due to small nanotube diameter, and longer
sintering time (1 h) may result in the formation of trace
amount of AlB2 andAlN. Formation of AlN andAlB2 was also
confirmed by similar X-ray diffraction and TEM analysis in
our previous study.[12]

3.2. Tensile Properties
Tensile stress–strain plot for the Al–BNNT sandwich

composite is shown in Figure 4. BNNTreinforcement resulted
in highly impressive 400% increase in composite tensile
strength to 200MPa, as compared tomodest tensile strength of
just 40MPa for pure Al.[25] The composite strength for Al–
BNNT in this study is in fact higher than many commercial Al
alloys, like Al1100 (90MPa), Al3003 (110MPa), Al6061
(125MPa), and Al2024 (185MPa). [26] Alignment of nanotubes
resulted in significant strengthening, since BNNTs have
excellentmechanical properties along the nanotube length.[5,6]

The sandwich hybrid showed a three-stage yielding (Figure 4).
This layered composite consists of Al, BNNT mat, and
interfacial products (AlN and AlB2). While BNNT has the

highest tensile and yield strength, pure Al is least strong. It
can be assumed that AlN and AlB2 ceramic products formed
at the interface would be having strength intermediate to Al
and BNNT. Hence, the first yield strength can be ascribed to
Al, second regime in stress–strain curve is most likely related
to debonding/separation of interfacial products from BNNT
layer, and the third yield point is associated with the failure of
sandwiched BNNTs. Although the tensile strength of
individual nanotube has been reported to be " 61GPa,[6]

the same is not realized here since the sandwiched BNNT
layer consists of multiple long BNNTs held together by van
der Waals attractive forces. When such loosely knit fibers are
pulled apart, they would break at the points of interlock at
comparatively lower stresses. The multi-stage nature of
yielding is discussed in detail in Section 4.2.

Elastic modulus of the hybrid composite was determined
by computing slope of the linear initial region of stress–strain
plot. Young’s modulus was obtained to be 134GPa (Figure 4),
which is almost double the elastic modulus of pure Al
(" 70GPa).[25] This shows that BNNT layer not only improves
composite’s fracture strength, but also enhances their rigidity
in Hooke’s law regime. The failure elongation of these
composites is low (2% strain). This can be improved by more
careful composite engineering, modification of cold rolling
parameters, and heat treatment of the sample. However, the
most striking observation here is the significant strengthening
and stiffening of these sandwich composites due to high
aspect ratio BNNTs.

3.3. Fracture Surface Examination
SEM image of fracture surface in Figure 5 shows nanotubes

protruding from the interface between Al and BNNT mat.
This image provides visual confirmation of the survival of
BNNTs even after being subjected to high temperature and
pressure conditions of SPS, as well as heavy plastic
deformation induced during cold rolling. The zone enclosed

Fig. 3. X-ray diffraction pattern for spark plasma sintered layered Al–BNNT–Al
composite.

Fig. 4. Tensile stress–strain behavior for layered Al–BNNT–Al composite showing
multi-stage yielding and significant strengthening. Three samples were tested and a
standard deviation of " 10% was obtained, confirming the consistency of stress–strain
behavior.

P. Nautiyal et al./Boron Nitride Nanotube Induced Strengthening of Aluminum Composite
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lengths to the desirable level (less than 2 μm) [39].
Figure 1(d) shows a typical straight BNNT of about 1.2 μm in
length and about 2.9 nm in diameter, which was spin-coated
on an electron-beam deposited silica film with an average
grain size of about 25.8 nm. Figure 1(e) shows the fractured
surface of a BNNT-silica thin-film nanocomposite bridged by
BNNT fibers. In this partially fractured sample, many of the
protruded tubes resemble cantilevered or crack-bridging
structures, indicating they were pulled out from the ceramic
matrix. Figure 1(f) shows the cantilevered tubes protruding
from a halved ceramic matrix. As shown by the TEM image
in figure 1(g), the protruded tube structures possess pristine
surfaces without noticeable matrix residue, suggesting that the
BNNT cleanly separates from the silica matrix during pull-
out. This conclusively shows that nanotube pull-out is one
major failure and energy dissipation mechanism in BNNT-
silica nanocomposites.

Figures 1(h)–(j) show three selected SEM snapshots that
were recorded during one representative pull-out measure-
ment. The tip of a calibrated AFM probe was first controlled
to approach the free end of a selected protruding tube, as
shown in figure 1(h). Electron beam induced deposition of Pt
[40] was employed to weld the tube’s free end to the AFM tip

to ensure a firm attachment, as shown in figure 1(i). Subse-
quently, the gripped tube was stretched by means of gradually
displacing the AFM cantilever until it was fully pulled out of
the ceramic film. It is noted that the pull-out test is essentially
a force-controlled measurement. The nanotube pull-out event
occurred when the pulling force reached a threshold value,
which is denoted as the pull-out force, and was observed as a
catastrophic failure of the tube-ceramic interface. For the
tested sample shown in figure 1(j), the applied pull-out force
and the embedded tube length were measured to be 158 nN
and 536 nm, respectively.

We have tested a number of BNNT-silica samples, and
successful single-nanotube pull-out phenomena similar to the
one displayed in figure 1(j) were observed for the majority of
our pull-out measurements. However, interface failure sce-
narios resulting in fracturing of nanotubes and telescopic pull-
out were also observed, as displayed in the selected SEM
snapshots in figure 2. The observed tube fracture occurred in
its free-standing cantilevered portion. For the telescopic pull-
out, the outermost shell(s) of the nanotube was broken by the
stretching force and subsequently the inner tube shell(s) was
pulled out. Both these two scenarios suggest a strongly-
bonded tube-matrix interface, which allows for effective load

Figure 1. In situ SEM nanomechanical single-tube pull-out testing scheme (a) and sample preparation and characterization (b)–(f): (b) SEM
image of an as-received HTP-BNNT sample. (c) TEM image of a double-walled BNNT of about 3.2 nm in outer diameter. (d) AFM image of
one deposited BNNT on an electron beam evaporated silica surface by using spin-coating. (e) SEM image of one fractured silica/BNNT/
silica thin-film composite with bridging, pulled-out and fractured BNNTs. (f) SEM of one fractured silica/BNNT/silica thin-film composite
with protruding BNNTs that were employed in the pull-out measurements. (g) TEM image of a protruding BNNT of about 3.2 nm in outer
diameter from a silica matrix. (h)–(j) Selected SEM snapshots showing a typical single-nanotube pull-out experiment conducted on a BNNT-
silica composite sample.
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Multifunctional BNNT Polymer Composites

• Electroactive Properties
• Radiation Shielding Properties

Conceptual Venus Exploration Conceptual Mars Exploration

All images credit: NASA

MRS Bulletin 40 836 (2015)
Comp. Mater. Sci., 95 362 (2014)
ACS Nano 9 11942 (2015)
Comp. Mater. Sci., 135 29 (2017) 



Langley All-Nanotubes Actuator/Sensor (LaRC-ANAS) Film

Goal: Flexible, transparent, large actuation, high sensitivity, 
mechanically durable

ACS Nano 9 11942 (2015) All images credit: NASA



All-Nanotubes Actuator/Sensor Film: In-Plane Strain
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d33: piezoelectric coefficient 
M33: electrostrictive coefficient
E: applied electric field 
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Results: Piezoelectricity under Deformation

Zig-zag stretch

Armchair twist

e11

e14

Armchair   ->   Chiral     ->    Zig-zag

Twist,

Stretch,

e11=0.090

e11

e14

The Molecular Dynamics (MD) model is successful in representing the piezoelectric properties of BNNTs

 pz (stretch) = e11εs
pz (twist) = e14εt


P

ε14

ε11

Comp. Mater. Sci., 95 362 (2014) 

MWBNNT

Comp. Mater. Sci., 135 29 (2017) 



2D Printed Electronics as Sensory Applications: 
BNNT/PDMS Composites Capacitive Sensors
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Individual Meeting - Research PlanIndividual Meeting - Research Plan & Proposal
Part 2. Artificial Skin
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Capacitive Sensor

Touch sensitive response

By touch

BNNT-Polymer Composite Artificial Skin for Pressure and Microclimate Detection

• Due to the lower dielectric constant of BNNT, capacitance of BNNT composite was lower than 
that of pristine PDMS.

• However, the sensitivity of pristine PDMS was similar with PDMS – BNNT composite since the 
external environment is the most significant factor for touch mode.

Baseline for pristine PDMS

Baseline for PDMS – BNNT 0.5 wt.%

Introduction Experimental Part SummaryResults & Discussion
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or extracted without permission from GTMI
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Capacitive Sensor

Pressure sensitive response

BNNT-Polymer Composite Artificial Skin for Pressure and Microclimate Detection
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• Higher sensitivity of capacitance under compressive pressure was observed from PDMS-BNNT 0.5 wt.% 
composite compared to the pristine PDMS and further analysis is required to support current hypothesis
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The information presented herein cannot be duplicated 
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Capacitive Sensor

Touch sensitive response

By touch

BNNT-Polymer Composite Artificial Skin for Pressure and Microclimate Detection

• Due to the lower dielectric constant of BNNT, capacitance of BNNT composite was lower than 
that of pristine PDMS.

• However, the sensitivity of pristine PDMS was similar with PDMS – BNNT composite since the 
external environment is the most significant factor for touch mode.

Baseline for pristine PDMS

Baseline for PDMS – BNNT 0.5 wt.%

Introduction Experimental Part SummaryResults & Discussion

The information presented herein cannot be duplicated 
or extracted without permission from GTMI
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All images credit: NASA

Radiation Shielding Properties

Science 340 1080 (2013)

Spacecraft data nails down radiation risk 
for humans going to Mars
Nature News, May 30, 2013, Ron Cowan

Interviewed Sheila Thibeault at NASA Langley about the study 

published in Science
Mars Science Laboratory (MSL) during its cruise to Mars 

between 6 December 2011 and 14 July 2012  (253 days)

Mars Round Trip Dose Equivalent is 

around 0.66 Sievert

Figure: Interaction of the Space Shuttle with
the upper atmosphere creates a corona seen
at night due, in part, to atomic oxygen. The
left photograph is during the day, and the
right photograph is at night. Credit: NASA

MRS Bulletin 40 836 (2015)

4

1.2  Radiation Shielding With Materials

The following two main points are illustrated here: (1) The annual dose equivalent from GCRs 
dominates the 1989 SEP dose beyond regolith shielding depths of ≈10 cm, and (2) these depth-dose 
curves flatten considerably as the shielding depth increases. The reason is that GCR protons and heavy 
nuclei break up through nuclear interactions and produce cascades of secondary particles rather than 
stopping by ionization as most SEPs do (fig. 4). Many of the shielding calculations available in the 
literature assume the cosmic rays are normally incident on a slab of material, which is a reasonable way 
to compare different materials. In nature, the cosmic-ray flux is isotropic, so three-dimensional calcula-
tions are required to predict the dose in spacecraft or surface habitats. Those calculations generally have 
steeper depth-dose curves (Simonsen, 1997).
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Figure 4.  Calculation of primary cosmic rays and produced secondaries 
 in lunar regolith (Armstrong, 1991).

Figure 4 illustrates the composition of the radiation within lunar regolith as a function of depth.  
It can be seen that the incident fluxes of GCR primary protons and heavy ions quickly generate large 
fluxes of neutrons, gamma rays, and other secondaries that diminish only slowly with depth. These  
penetrating secondaries are what cause the slow fall-off of the dose equivalent seen in figure 3.

Galactic Cosmic Ray (GCR) and produced Secondaries in lunar regolith

NASA/TM 2005-213688

Solar Particle Event (SPE)



Neutron Radiation Shielding Study

Materials
• Hydrogen, Boron, Nitrogen
• BN, BNNT, Gd
• Low density polyethylene (LDPE), polyimide (Kapton, CP2, (b-CN)APB/ODPA), polyurethane

Radiation Shielding Structural Materials
• In-situ polymerization under simultaneous sonication and shear
• Supercritical Fluid Infusion

Characterization
• Neutron Radiation Exposure Lab: Source: Am/Be 1Curie
• Moderated by borated polyethylene cylinder block (44mm thick):

45 mrem/hr thermal neutrons
• Sample: 2 x 2” polymer and BN polymer composites
• Detection Foil: 1.25” Indium Foil (0.5mm, 19 barns)
• RSMES: Radiation Shielding Materials Evaluation Software

115In(n, γ)116In 

Modeling
• OLTARIS

http://www.inp.nsk.su/bnct/introduction/introduction.en.shtml

neutron

Geiger-Mueller Tube

All images credit: NASA



Radiation Shielding Effectiveness of BNNT Composites

Neutron radiation
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Summary

• High Temperature-Pressure BNNT synthesis method was introduced.

• BNNT dispersion was successfully achieved by thermodynamic approach using 
Hansen solubility parameters for single and co-solvent systems.

• Interfacial shear strength and fracture energy of BNNT with polymers were superior to 
those of CNT.  

• BNNT exhibited excellent thermal stability under a simulated planetary entry 
environment along with flame resistance and retardation properties

• BNNT and BNNT polymer composites exhibited excellent piezoelectricity as well as 
electrostrictive behavior even without poling. 

• BNNT exhibited excellent neutron radiation shielding effectiveness and hydrogen 
containing BNNT showed superb shielding effectiveness against GCR and SPE.

• New materials, new processes, new propulsions, and new concepts are needed for 
successful crew missions to the Moon, Mars, and Beyond.  
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