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COMPOSITE MATERIAL COMPRISING 
ORIENTED CARBON NANOTUBES IN A CARBON 
MATRIX AND PROCESS FOR PREPARING SAME 

FIELD OF THE INVENTION 

0001. This application is a divisional of co-pending U.S. 
application Ser. No. 10/090,223 filed Mar. 4, 2002 the entire 
contents of which are herein incorporated by reference. 
0002 Methods are described for the spinning of carbon 
nanotube fibers containing a high loading of nanotubes in a 
fiber component; the Stabilization of Spun materials by 
post-Spinning processes, and the application of Such mate 
rials made by Spinning. 

DESCRIPTION OF THE RELATED ART 

0003. Since the discovery of carbon nanotubes by Iijima 
and coworkers (Nature 354, 56-58, (1991) and Nature 361, 
603-605 (1993)) various types of carbon nanotubes (NTs) 
have been Synthesized. A Single-wall carbon nanotube 
(SWNT) consists of a single layer of graphite that has been 
wound into a SeamleSS tube having a nanoscale diameter. A 
multi-wall carbon nanotube (MWNT), on the other hand, 
comprises two or more Such cylindrical graphite layers that 
are coaxial. Both Single-wall and multi-wall nanotubes have 
been obtained using various Synthetic routes, which typi 
cally involve the use of metallic catalysts and very high 
processing temperatures. Typical Synthesis routes are those 
employing a carbon arc, laser evaporation of carbon targets, 
and chemical vapor deposition (CVD). 
0004 SWNTs are produced by the carbon-arc discharge 
technique using a pure carbon cathode and a carbon anode 
containing a mixture of graphite powder and catalytic met 
al(s), like Fe, Ni, Co and Cu (D. S. Bethune et al. Nature 
363, 605-7 (1993) and S.Iijima and T. Ichihashi, Nature 363, 
603-5 (1993)). C. Journet et al. (Nature 388, 756-758 
(1997)) have described an improved carbon-arc method for 
the synthesis of SWNTs which uses Ni/Y (4.2/1 atom %) as 
the catalyst. Co-vaporization of carbon and the metal cata 
lyst in the arc generator produced a web-like deposit of 
SWNTs that is intimately mixed with fullerene-containing 
SOOt. 

0005 Smalley's group (A. Thess et al., Science 273, 
483-487(1996)) developed a pulsed laser vaporization tech 
nique for synthesis of SWNT bundles from a carbon target 
containing 1 to 2% (w/w) Ni/Co. The dual laser synthesis, 
purification and processing of Single-wall nanotubes has 
been described in the following references: J. Liu et al., 
Science 280, 1253 (1998); A. G. Rinzler et al., Applied 
Physics A 67, 29 (1998); A. G. Rinzler et al., Science 269, 
1550 (1995); and H. Dai, et al., Nature 384, 147 (1996). 
0006 The CVD method described by Cheng et al. (Appl. 
Phys. Lett. 72, 3282 (1998)) involves the pyrolysis of a 
mixture of benzene with 1 to 5% thiophene or methane, 
using ferrocene as a floating catalyst and 10% hydrogen in 
argon as the carrier gas. The nanotubes form in the reaction 
Zone of a cylindrical furnace held at 1100-1200° C. Depend 
ing on the thiophene concentration, the nanotubes form as 
either multi-wall nanotubes or bundles of Single-wall nano 
tubes. Another useful method for growing Single-wall nano 
tubes uses methane as the precursor, ferric nitrate contained 
on an alumina catalyst bed, and a reaction temperature of 
1000° C. 
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0007 Another CVD synthesis process was described by 
R. E. Smalley et al. in PCT International Application No. 
WO 99-US25702, WO 99-US21367 and by P. Nikolaev et 
al. in Chem. Phys. Lett. 313, 91-97 (1999). This process, 
known as the HiPeo process, utilizes high pressure (typically 
10-100 atm) carbon monoxide gas as the carbon Source, and 
nanometer sized metal particles (formed in-situ within the 
gas stream from organo-metallic precursors) to catalyze the 
growth of Single-wall carbon nanotubes. The preferred cata 
lyst precursors are iron carbonyl (Fe(CO)5) and mixtures of 
iron carbonyl and nickel carbonyl (Ni(CO)). The HiPeo 
process produces a SWNT product that is essentially free of 
carbonaceous impurities, which are the major component of 
the laser-evaporation and carbon-arc products. The process 
enables control of the range of nanotube diameters pro 
duced, by controlling the nucleation and size of the metal 
cluster catalyst particles. In this way, it is possible to produce 
unusually small nanotube diameters, about 0.6 to 0.9 nm. 
0008. The nanotube-containing products of the laser 
evaporation and carbon-arc processes invariably contain a 
variety of carbonaceous impurities, including various 
fullerenes and less ordered forms of carbon Soot. The 
carbonaceous impurity content in the raw products of the 
laser and carbon arc processes typically exceeds 50 weight 
%. Purification of these products generally relies on Selec 
tive dissolution of the catalyst metals and highly ordered 
carbon clusters (called fullerenes) followed by selective 
oxidation of the leSS ordered carbonaceous impurities. A 
typical purification process is described by Lui et al. in 
Science 280, 1253 (1998). This method involves refluxing 
the crude product in 2.6 M nitric acid for 45 hours, Sus 
pending the nanotubes in pH 10 NaOH acqueous solution 
using a surfactant (e.g., Triton X-100 from Aldrich, Milwau 
kee, Wis.), followed by filtration using a cross-flow filtration 
system. While the effects of these purification processes on 
the nanotubes themselves are not completely understood, it 
is believed that the nanotubes are shortened by oxidation. 
0009. As discussed by B.I. Jakobson and R. E. Smalley 
(American Scientist 85, 325, 1997) SWNT and MWNT 
materials are promising for a wide variety of potential 
applications because of the exceptional physical and chemi 
cal properties exhibited by the individual nanotubes or 
nanotube bundles. Some SWNT properties of particular 
relevance include metallic and Semiconducting electrical 
conductivity, depending on the Specific molecular Structure, 
extensional elastic modulus of 0.6 TPa or higher, tensile 
Strengths on the order often to one hundred GPa, and Surface 
areas that can exceed 300 m/g. 
0010. The proposed applications of carbon nanotubes 
include mechanical applications, Such as in high-strength 
composites, electrical applications, and multifunctional 
applications in which different properties aspects of the 
carbon nanotubes are simultaneously utilized. Tennent et al. 
in U.S. Pat. No. 6,031,711 describe the application of sheets 
of carbon nanotubes as high performance Supercapacitors. In 
this application, a Voltage difference is applied to two 
high-Surface-area carbon nanotube electrodes that are 
immersed in a solid or liquid electrolyte. Current flows in the 
charging circuit, thereby injecting charge in the nanotubes, 
by creating an electroStatic double layer near the nanotube 
Surfaces. 

0011. The application of carbon nanotube sheets as elec 
tromechanical actuators has been recently described (R. H. 
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Baughman et al., Science 284, 1340 (1999)). These actuators 
utilize dimension changes that result from the double-layer 
electrochemical charge injection into high-Surface-area car 
bon nanotube electrodes. If carbon nanotubes can be 
assembled into high modulus and high Strength assemblies 
(Such as filaments, ribbons, yarns, or sheets) that maintain 
their ability to electrochemically Store charge, then Superior 
actuator performance should be obtainable. The problem has 
been that no methods are presently available for the manu 
facture of nanotube articles that have these needed charac 
teristics. 

0012. These and other promising applications require 
assembling the individual nanotubes into macroscopic 
arrays that effectively use the attractive properties of the 
individual nanotubes. This obstacle has so far hindered 
applications development. The problem is that MWNTs and 
SWNTs are insoluble in ordinary acqueous solvents and do 
not form melts even at very high temperatures. Under certain 
conditions, and with the aid of Surfactants and ultrasonic 
dispersion, bundles of SWNTs can be made to form a stable 
colloidal Suspension in an aqueous medium. Filtration of 
these Suspensions on a fine-pore filter medium, as described 
by Lui et al. in Science 280, 1253 (1998), results in the 
production of a paper-like Sheet which has been called 
“bucky paper' (in reference to buckminsterfullerene, or Co., 
the first member of the fullerene family of carbon cluster 
molecules). Such sheets, which can range in conveniently 
obtainable thickness from 10-100 microns, possess 
mechanical strength derived from the micro-scale entangle 
ment of the nanotube bundles. Bucky paper preserves the 
large accessible Surface area of the nanotube bundles, but 
typically exhibit greatly reduced elastic modulus values (a 
few GPa) that are a very small fraction of the intrinsic elastic 
modulus of either the individual SWNTs or the SWNT 
bundles. 

0013 A recently reported method for processing carbon 
nanotubes provides nanotube fibers whose mechanical prop 
erties significantly Surpass those of ordinary bucky paper. 
This method was described by B. Vigolo et al. in Science 
290, 1331 (2000) and by R. H. Baughman in Science 290, 
1310 (2000). According to this process, the carbon nano 
tubes are first dispersed in an aqueous or non-aqueous 
solvent with the aid of a surfactant. A narrow jet of this 
nanotube dispersion is then injected into a rotating bath of a 
more Viscous liquid in Such a way that Shear forces at the 
point of injection cause partial aggregation and alignment of 
the dispersed nanotube bundles. This Viscous liquid contains 
an agent or agents, which act to neutralize the dispersing 
action of the Surfactant. Consequently, the jet of dispersed 
nanotubes is rapidly coagulated into a low-density array of 
entangled nanotubes—thereby gaining a small (but useful) 
amount of tensile Strength. The wet filament is then washed 
in water, and the washed filament is Subsequently withdrawn 
from the wash bath and dried. During which draw-dry 
process, capillary forces collapse the loosely tangled array of 
nanotubes into a compact thin fiber having a density of about 
1.5gm/cc (close to the theoretical density of a compact array 
of carbon nanotubes). This total process will henceforth be 
referred to as the coagulation spinning (CS) process. 
0.014. In a typical CS process, as described by Bernier et 

al., the nanotubes are dispersed in water with the aid of 
sodium dodecyl sulphate (SDS) surfactant. The viscous 
carrier liquid is an aqueous Solution of polyvinyl alcohol 
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(PVA) in which the PVA also serves to neutralize the effect 
of the SDS surfactant by directly replacing these molecules 
on the NT Surfaces. Bernier et al. describe preferred con 
centrations for the various ingredients, and Viscosity ranges 
and flow velocities of the Spinning Solutions. Polarized light 
microScopy of the coagulated nanotube fibers confirms 
preferential alignment of the NTs along the fiber axis. 
Further evidence of NT alignment is provided by the mea 
Sured extensional elastic modulus, which is approximately 
10 GPa for the final CS fibers, as compared to typically 1 
GPa for bucky paper. 

0015 Unfortunately, the fibers made by the CS process 
are not useful in applications as electrodes immersed in 
liquid electrolytes because of a Surprising shape memory 
effect. This shape memory effect causes the CS fibers to 
dramatically Swell (by 100% or more) and lose most of their 
dry-State modulus and Strength. Because of this structural 
instability of fibers made by the CS process, they are 
unusable for critically important applications that use liquid 
electrolytes, Such as in Supercapacitors and in electrome 
chanical actuators. In contrast, as-produced bucky paper 
made from the same nanotubes can be used for both capaci 
tor and actuator devices that use liquid electrolytes. 

0016 Yashi et al. (Y. K. Yashi et al., Materials Research 
Society Symposium Proceedings, "Science and Technology 
of Fullerene Materials.” 359, pg. 81-6, 1995) attempt to 
overcome the problems inherent in the CS process by using 
a method for forming a bundle of aligned carbon nanotubes 
by extruding a mixture of carbon nanotubes and polypro 
pylene through a Small die having a diameter of 2 mm which 
is maintained at 200 C. These materials do not have 
properties that would render them useful in actual mechani 
cal or electrochemical applications, Since they are made with 
Such a low loading of the carbon nanotubes and the polypro 
pylene remains in the final product. In the present method, 
the polymer carrier is removed. 

0017 Glatkowski et al. (U.S. Pat. No. 6,265,466) teach a 
method for preparing an electromagnetic shielding compos 
ite having nanotubes wherein the nanotubes are oriented 
when a shearing force is applied to the composite. The 
method includes a step of providing a polymer with an 
amount of nanotubes, and imparting a shearing force to the 
polymer and nanotubes to orient the nanotubes. Glatkowski 
et al. generically teach that the nanotube concentration can 
be as high as 15 wt %, but it is preferable that the concen 
tration is 0.1 to 1.5 wt %. These materials do not have 
properties that would render them useful in actual mechani 
cal or electrochemical applications, Since they are made with 
Such a low loading of the carbon nanotubes. In the present 
method, a much higher shearing force is used to orient the 
nanotubes, thereby allowing for a much higher concentra 
tion of the nanotubes in the final product. 

0.018 Lobovsky et al. (copending U.S. Ser. No. 09/946, 
432) teach a method of forming fibers, ribbons and yarns, 
wherein the carbon nanotubes are first dispersed in an 
aqueous or non-aqueous Solvent with the aid of a Surfactant 
in the CS process described above. The present method has 
the advantage over the method of Lobovsky et al. in that the 
present method provides more freedom in the Shaping of the 
final product and it allows for increased loadings of the 
carbon nanotubes, and as Such can be used in a greater 
variety of applications. 
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0.019 Thus, the prior art processes fail to provide mate 
rials containing carbon nanotube fibers that have high modu 
lus, high Strength, and high toughness for Structural appli 
cations, as well as for multifunctional applications where 
extreme mechanical properties are combined with other 
functionalities, Such as actuation, mechanical energy har 
Vesting, mechanical dampening, thermal energy harvesting, 
and energy Storage. Although the individual nanotube fibers 
have very attractive performance, the prior art has not 
demonstrated processes where these properties of the indi 
vidual nanotubes can be effectively used in macrofibers 
composed of the nanofibers. 

SUMMARY OF THE INVENTION 

0020. The present invention solves the problems associ 
ated with prior art processes, by providing an efficient 
method for melt Spinning carbon nanotube composites 
wherein the carbon nanotubes have a high loading in the 
composites (greater than 8%), and Such high loadings result 
in the mechanical properties, electronic conductivity, or 
electrochemical activity needed for key applications. 
0021. The present invention, in part, is drawn to a process 
which enables the Spinning of carbon nanotube fibers con 
taining a high loading of nanotubes in a fibrous component 
or a layer. This spinning proceSS is enabled by the use of one 
or more fiber components as a Support and alignment 
element for another fiber component that contains a polymer 
that is heavily loaded with carbon nanotubes. This process, 
which is generically applicable to various types of carbon 
aceous and non-carbonaceous nanofibers, provides nano 
tube-containing fibers having complex cross-sections that 
are particularly applicable for mechanical reinforcement, 
thermal and electrical conduction, energy Storage, energy 
harvesting, and electromechanical actuation. 
0022. The process comprises a step of melt flowing a first 
composition comprising a core polymer thereby aligning the 
molecules of the core polymer to be in a Substantially 
parallel arrangement in the direction of the flow and com 
bining a Second composition comprising a sheath polymer in 
the melt phase and carbon nanotubes Such that the carbon 
nanotubes align in the general direction of the core polymer 
molecules, and a step of removing at least 50 wt % of the 
core and sheath polymer molecules. 
0023 The present invention, in part, is drawn to a struc 
ture comprising carbon nanotubes wherein the carbon nano 
tubes are oriented lengthwise in the same general direction 
and in a high density. 
0024. The present invention, in part, is drawn to an 
apparatus for preparing the Structure comprising aligned 
carbon nanotubes, Said apparatus comprising an upper spin 
neret and a lower Spinneret arranged in Such a manner as to 
create a high Shear force on a mixture of polymers and 
carbon nanotubes to align the carbon nanotubes in the 
general direction of the flow. 
0.025 Advantages of the present invention will become 
more apparent from the detailed description given herein 
after. However, it should be understood that the detailed 
description and Specific examples, while indicating pre 
ferred embodiments of the invention, are given by way of 
illustration only, Since various changes and modifications 
within the spirit and scope of the invention will become 
apparent to those skilled in the art from this detailed descrip 
tion. 
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BRIEF DESCRIPTION OF THE DRAWINGS 

0026 FIG. 1A is a photograph of a hollow macrotube in 
which an air core is Surrounded by a sheath of axially 
oriented nanotubes, 
0027 FIG. 1B is a photograph of the hollow macrotube 
of FIG. 1A showing the section between the Superimposed 
carrots in FIG. 1A at a higher magnification (this shows that 
the direction of the nanotubes at the break are generally in 
the direction of the length of the hollow macrotube); 
0028 FIG. 2A is a schematic diagram of the spinning 
apparatus, 

0029 FIG. 2B is a cross section of cavity (B)(5a) of the 
Spinning apparatus of FIG. 2A depicting the core polymer 
Surrounded by aligned nanotubes, 
0030 FIG. 3 is a photograph of the cross section of 
macrotubes having walls consisting of aligned carbon nano 
tubes and the core of each macrotube contains polypropy 
lene; 
0031 FIG. 4 is a photograph of the hollow macrotubes 
having walls consisting of aligned carbon nanotubes, and 
0032 FIG. 5 is a schematic diagram of the infiltration 
reactor containing a 3-Zone furnace with a constant tem 
perature hot Zone about 14 inches long, 

DETAILED DESCRIPTION OF THE 
INVENTION 

0033. The coagulation spinning (CS) process of the con 
ventional art has the following liabilities that are eliminated 
by the present invention: (a) the conventional art process 
was unstable Since it could be practiced only in a narrow 
range of Spinning parameters and a very restricted concen 
tration range for the carbon nanotubes in the Spinning 
Solution, (b) the degree of alignment of the fibers produced 
by the conventional art CS process is not high, and (ci the 
nanotube fiberS Spun by the conventional art are not dimen 
Sionally Stable and the mechanical properties degrade when 
these fibers are placed in the liquid electrolytes that are 
needed for key applications. 
0034. The present invention, in part, is drawn to a process 
of making a Structure comprising carbon nanotubes, Said 
process comprising: a step of melt flowing a first composi 
tion comprising a core polymer through a spinneret to align 
molecules of the core polymer to be in a Substantially 
parallel arrangement and combining a Second composition 
comprising a sheath polymer in the melt phase and carbon 
nanotubes with the flow of the first composition thereby 
aligning the carbon nanotubes to be in the general direction 
of the core polymer molecules, and a step of removing at 
least 50% of the core and sheath polymer molecules. 
0035. The constituents of the second composition are not 
particularly limited So long as they are compatible with the 
constituents of the first composition, i.e., the combination of 
the two compositions should not separate into multiple 
phases. Also, the polymers of the two compositions prefer 
ably should be able to wet the carbon nanotubes during the 
flow step. 
0036) Additives known in the art, such as plasticizers, 
antitackifying agents, Solvents, etc., can be added to the first 
and/or Second compositions. It is preferred to use additives 
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which improve the ability of the composition to form the 
carbon nanotube Structure and that are easily removed once 
the structure has been formed. 

0037 Preferably, the polymer of the first and second 
compositions has a melting temperature (T) of greater than 
50 C. and a weight average molecular weight of at least 
10,000 (as measured using high pressure liquid chromatog 
raphy). More preferably the polymer has a T in a range of 
50-300 C. and a weight average molecular weight in a 
range of 40,000-2,000,000. 
0.038. In a preferred embodiment, the second composition 
comprises a polymer having a backbone comprising at least 
one Structural unit which is identical in type with a structural 
unit on the backbone of the polymer of the first composition. 
The structural unit on the backbone of the polymers of the 
first and Second composition is at least one Selected from the 
group consisting of an alkylene, alkene, alkyne, amide, 
ether, urethane, Siloxane, Silane, urea, carbonyl and car 
boxyl. 

0.039 The polymers of the first and second composition 
are, individually, a Substituted or unsubstituted homopoly 
mer or (block or random) copolymer and is at least one 
Selected from the group consisting of polyolefin (Such as 
polybutadiene, polystyrene, polyethylene, and polypropy 
lene), polyurethane, polysiloxane, polysilane, polyacrylate, 
polyalkylacrylate (such as polymethylacrylate, or polyethy 
lacrylate), polymethacrylate, polyalkyl methacrylate (Such 
as polymethyl methacrylate or polyethyl methacrylate), 
polyamide, polyoxymethylene, polyester (Such as polyalky 
lene terephthalate), polyesteramide, polyether and poly 
etheramide. Preferably, the polymers of the first and second 
composition are identical in type. More, preferably, the 
polymers of the first and Second composition are polyole 
fins. Most preferably, the polymers of the first and second 
composition are both polypropylene. 

0040. The type of carbon nanotubes for use in the present 
invention are not particularly limited, and can be made from 
any process known in the art. The carbon nanotubes in the 
Second composition is in a concentration of greater than 10 
wt % based on the weight of the Second composition. 
Preferably, the concentration of the carbon nanotubes is 
15-45 wt %. Most preferably, the concentration of the carbon 
nanotubes is 25-40 wt %. 

0041. During the flow step, the movement of the carbon 
nanotubes in the polymer composition is akin to the move 
ment of logs in a river, i.e., the carbon nanotubes tend to 
align in the direction of the flow. The resulting extrusions are 
analyzed by X-ray diffraction to determine the degree of 
orientation of carbon nanotubes in the matrix. The degree of 
orientation “f”, known as Hermans orientation parameter, is 
determined from the relation 

0.042 where p is the angle between the axis of the 
extrusion and nanotube. The degree of orientation f is a 
function that varies from 0 for a sample with randomly 
oriented nanotubes to 1 for a Sample in which all the 
nanotubes are perfectly aligned along one direction. The 
composite Structure of the present invention comprises car 
bon nanotubes aligned to give an f value of 0.590-1.00. 
Preferably, the f value is 0.630-0.900, and most preferably 
the f value is 0.630-0.750. 
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0043. The alignment of such a high concentration of 
carbon nanotubes is made possible by a high shear force 
imposed in the composition during flow. 
0044) In the step of removing the polymer molecules 
from the carbon nanotube composition, at least 50 mol % of 
the polymer molecules are removed. Preferably, at least 90 
mol % of the polymer molecules are removed. Most pref 
erably, at least 99.5% of the polymer molecules are 
removed. The removal of the polymer molecules can be 
done by any method So long as the carbon nanotube Structure 
is not seriously affected. Preferably, the polymer molecules 
are removed in a melting Step. The Source of the heat is not 
particularly limited and includes, for example, a conven 
tional Oven or microwave oven. 

004.5 The inventive process may further comprise a step 
of densifying the Structure by depositing carbon, Silicon 
and/or Silicon carbide. The method for performing this Step 
is not particularly limited, and can be performed by any 
known in the art. When the structure has been densified with 
carbon CVD, it preferably has a flex strength as measured by 
the 3-point flex method of at least 0.2 GPa. More preferably 
the densified structure has a flex strength of 0.2-0.4 GPa. 
Also, the densified Structure has a concentration of at least 
15 wt % of carbon nanotubes based on the total weight of the 
Structure. Preferably, the carbon nanotube concentration is 
20-80 wt %, and most preferably, the concentration is 30-50 
wt %. 

0046) The shape of the structure can be altered and 
depends on the shape of the Spinneret cavity. If the Spinneret 
cavity has a round opening, the Structure will form in a 
rod-like shape with the carbon nanotubes Surrounding the 
parallel polymers of the first and Second composition. In this 
case, the carbon nanotubes become the walls of hollow 
macrotubes when the polymers are removed as shown in 
FIGS. 1A, 1B and 4. 
0047 Depending on the type of application, the structure 
may further comprise at least one of deposited or infiltrated 
carbon, Silicon and Silicon carbide which has been deposited 
in the carbon nanotubes. 

0048 Thus, these materials comprising carbon nanotubes 
have high modulus, high Strength, and high toughness for 
Structural applications Such as for brake pads in airplanes, as 
well as for multifunctional applications where extreme 
mechanical properties are combined with other functional 
ities, Such as actuation, mechanical energy harvesting, 
mechanical dampening, thermal energy harvesting, and 
energy Storage. 

0049. The nanotube structure of the invention can be 
utilized for the Storage of gases Such as hydrogen. Carbon 
nanotubes are known to Store hydrogen (M. S. Dresselhaus 
et al., MRS Bulletin 24, 45-50 (1999)) and the fiber or ribbon 
geometry is good for this application because it keeps the 
nanotubes in place (i.e., the nanotubes don't fly out with the 
hydrogen when the hydrogen is withdrawn from the Storage 
vessel). The gas Storage System can be an annular nanotube 
body made by winding the nanotube fiber or ribbon on a 
mandrel. This annular body would be contained in a cylin 
drical pressure vessel with a gas inlet/outlet port. An external 
or internal heater would be used for desorbing the Stored gas. 
0050. The actuators enabled by the fibers, ribbons, and 
yarns of this invention may be used for the conversion of 
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electrical energy to mechanical energy. The applications for 
these mechanical actuators are diverse and include, for 
example, robotic devices, high temperature air flow valves 
for aircraft engines, optical Switches for optical fiber inter 
connects, adjustable structures for Vibration Suppression and 
failure avoidance, phase shifters for optical gyroscopes, 
precision electronic gyroscopes, and artificial muscles for 
Space Suits. These electromechanical actuators resulting 
from invention embodiments can provide (a) high-stress 
generation capabilities, (b) high gravimetric and volumetric 
work capabilities per cycle, and (c) high volumetric and 
gravimetric power generation capabilities. Also, the actua 
tors of the preferred embodiments can operate at low Volt 
ages, which provides Savings in device electronics, avoids 
potential Safety hazards, and minimizes electromagnetic 
interference effects. 

0051. The carbon nanotube fibers of invention embodi 
ments can also be used for carrying high currents. This 
capability to carry high currents results from the combina 
tion of their reasonably high electrical conductivities and 
their high thermal conductivity and high thermal stability 
(enabling Substantial heating and conduction of produced 
heat from the fibers). The invention embodiments that 
provides the NT fibers of this invention as windings on a 
mandrel (with optional heat set on the mandrel) enables a 
preferred use of the carbon nanotubes as motor windings, 
electromagnet windings, and the winding for transformers. 

0.052 The present invention, in part is drawn to an 
apparatus for preparing the Structure comprising carbon 
nanotubes. The following description of the apparatus refers 
to FIG. 2, which (for simplicity) shows a single capillary 
(combination of 6, 10, 2, 5a, 17, 24, and 15) formed in the 
lower spinneret (4) and the upper spinneret (1); however, the 
apparatus can have multiple capillaries, preferably 5-30 
capillaries. Said apparatus comprises an upper spinneret (1) 
having inner walls (3) defining a cavity (A) (2) through 
which a core polymer flows, a lower spinneret (4) having 
inner walls (5) defining a cavity (B)(5a) which is aligned 
with the cavity (A) (2) so that the core polymer flowing from 
the upper spinneret (1) flows directly into the cavity (B)(5a), 
the lower Spinneret (4) having an upper Surface (20, 22) 
which is indented to form at least one cavity (C) (6,10) for 
a mixture comprising a sheath polymer and carbon nano 
tubes (19), wherein the cavity (C) (6,10) is defined by an 
inner wall (7, 11), bottom wall (8, 12) and outer wall (9,13), 
a spacer (shim) (18, 24) is in contact with the upper Surface 
(20, 22) of the lower spinneret and a lower surface (21, 23) 
of the upper spinneret, said spacer (18, 24) separating the 
upper surface (20, 22) of the lower spinneret from the lower 
Surface (21, 23) of the upper spinneret to form a tubular 
passage (also referred to herein as “annular space') (17, 24) 
which connects cavity (C) (6, 10) with cavity (B) (5a) to 
allow flow of the sheath polymer/carbon nanotube mixture 
from cavity (C) (6, 10) to cavity (B) (5a) to coat the core 
polymer to form a carbon nanotube coated polymer mixture, 
the inner walls defining cavity (B) (5a) constrict at a 
constricting point (14) to reduce the diameter of cavity (B) 
(5a) at element (15) from a distance D, to a distance D, 
thereby increasing the shear force on the carbon nanotube 
coated polymer mixture before exiting the apparatus through 
an exit hole (16) in the lower spinneret (4). 
0053) There may be multiple cavities (C)(6, 10) which 
are concentrically located around cavity (B)(5a) and are 
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each connected to cavity (B)(5a) with an annular space (17, 
24). In addition, it is contemplated that cavity (C)(6,10) may 
be a single concentric cavity which is connected to cavity 
(B)(5a) by multiple annular spaces (17, 24). The distance 
between cavity (B)(5a) and cavity (C)(6,10) relates to the 
value of D. Specifically, D., is an average of twice the 
distance between the inner wall (7, 11) of cavity (C) (6,10) 
and the center of cavity (B)(5a), and this distance is mea 
Sured at an angle which is perpendicular to the flow of the 
core polymer through cavity (B)(5a). In the situation where 
the cavity (C)(6, 10) is a single concentric cavity which is 
connected to cavity (B)(5a) by multiple annular spaces (17, 
24), the line D is a measure of the diameter of the inner wall 
(7, 11). 
0054) The spacer or shim between the upper spinneret (1) 
and the lower spinneret (4) can be adjusted in size to adjust 
the height of the annular space (17, 24). 
0055 By adjusting the spacer (shim) (18,24) height, the 
Shear force imposed on the polymer composition can be 
adjusted, Since the Shim height relates to the Velocity of the 
polymer flow. It is preferred that the shim height be adjusted 
So that the height of the annular space is less than the average 
length of the carbon nanotubes. This Small height aids in 
aligning the carbon nanotubes in the direction of the flow. 
0056. The velocities V, and V are measured at the point 
of flow where D and D, are measured, respectively. An 
increase in the ratio of D/D, results in an increase in the 
velocity of the flow of the polymer/carbon nanotube com 
position as shown in the following equation. 

0057 Since the flow at this portion of the apparatus is 
essentially sheet-like, the increase in Velocity is directly 
proportional to the decrease in diameter. 
0058. In the inventive apparatus, the composite material 
is subjected to further extensional flow as the diameter of the 
capillary decreases from D to D at the constriction point 
(14) of the capillary. Since the extensional flow in this 
portion of the apparatus is a cylindrical-type flow, the 
Velocity increase is proportional to the Square of the ratio of 
the diameters as follows: 

0059. The ability of the inventive apparatus to orient a 
much higher concentration of carbon nanotubes than has 
been shown in the prior art is attributed to the combination 
of the two points in the apparatus where the Velocity 
increases. The present inventors are not aware of prior art 
teaching this advantage. 
0060. The following examples are provided by way of 
illustration to show how the inventive Structure comprising 
oriented carbon nanotubes can be prepared and should not 
be construed as limiting the invention in any way. 

INVENTIVE EXAMPLES (1)–(4) 
0061 Macrotubes comprising oriented carbon nanotubes 
were prepared as follows. Multiwall carbon nanotubes 
(product designation-"PR19HT” from Applied Sciences, 
Inc. 141 West Xenia Ave. Cedarville, P.O. Box 579, Ohio 
45314-0579) were used having the following dimensions: 1) 
90 nm inner diameter; 2) a carbon vapor deposited outer 
layer resulting in an outer diameter of 150-200 nm; and 3) 
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50-100 microns in length. These multiwall carbon nanotubes 
were annealed in vacuum at 3000 C. 30 wt % of nanotubes 
were compounded with 70 wt % polypropylene having a 
melt flow index (MFI) of 55 (product designation “RG 
7910” supplied by Solvay Polymers, Inc, 3333 Richmond 
Ave, Houston, Tex. 77098-3099) to form a second compo 
Sition. This Second composition was spun as a sheath in a 
bicomponent fiber spinning apparatus (described in the 
following paragraph) with a first composition which formed 
a core consisting of 100% polypropylene having a MFI =9.5 
(supplied by Solvay Polymers, Inc) to form macrotubes 
having walls composed of oriented carbon nanotubes and a 
polypropylene core as shown in FIG. 3. 
0062) The apparatus is shown in FIG.2 and was designed 
to induce an extensional flow on the composition. It con 
Sisted of 18 annular passages having an outer diameter 
D=0.1 inch, an inner diameter Di-0.05 inch and an exit 
diameter D=0.015 inch. A Spacer having a thickness of 
0.003 inch (76 micron) was used to control the diameter of 
the annular space A. By maintaining the diameter of the 
annular space to a distance that is less than or equal to the 
average length of the carbon nanotubes, the carbon nano 
tubes begin to align in the direction of the flow. The sheath 
composition Supplied in the annular space from the Sur 
rounding cavity (C)(6,10) undergoes an extensional flow as 
it travels inside of the annulus. Initially the ratio of compo 
Sition Velocities increase according to V/V=D/D=0.1/ 
0.05=2. Then the composite material is subjected to further 
extensional flow as the diameter of the capillary decreases 
from 0.5 in. to 0.15 in. at the constriction point (14) of the 
capillary. The ratio of the Velocities is proportional to the 
Square of the ratio of the diameters Since this is a cylindrical 
type flow. The increase in the Velocity due to the constriction 
(14) satisfies the relationship V/V=(D/D) =(0.5/0.15)= 
11.1 The orientation of the carbon nanotubes of the sheath 
composite is attributed to this high Velocity extensional flow 
in the annular and cylindrical Spaces as well as the high 
Shear taking place in the annular space due to narrow slot A. 
AS a result, the multiwall nanotubes in the sheath assumed 
a preferential orientation along the axis of the polypropylene 
fibers to form macrotubes having walls composed of ori 
ented carbon nanotubes and a polypropylene core as shown 
in FIG. 3. 

0063 Preinfiltration Step 
0064. The macrotubes containing a polypropylene core 
were Subjected to a pre-infiltration treatment Step to remove 
the polypropylene core as follows: 

0065 Example (1)-no pre-infiltration treatment 
Step, 

0066 Example (2)-the spun samples were placed 
in a furnace at 500 C. under air and the polypro 
pylene was burned out leaving the hollow cylindri 
cally shaped macrotubes, 

0067 Example (3)-the spun samples were placed 
in a microwave oven under air and the polypropylene 
was burned out leaving the hollow cylindrically 
shaped macrotubes, and 

0068 Example (4)-the spun samples were placed 
in a microwave oven under nitrogen and the polypro 
pylene was removed by melting leaving the hollow 
cylindrically shaped macrotubes. 
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0069. The cylindrically shaped hollow macrotubes of 
Examples (2)-(4) are shown in FIGS. 1A, 1B and 4. FIG. 
1B shows the macrotube at the break. This clearly shows that 
the carbon nanotubes are preferentially oriented in the 
lengthwise direction of the hollow macrotube. This hollow 
macrotube Structure comprising carbon nanotubes is pre 
ferred for applications for Supercapacitor applications. 
Actuator devices, Supercapacitor, energy harvesting and 
related electrochemical devices based on carbon nanotubes 
are described by Baughman et al. in Science 284, 1340-1344 
(1999). Also, Tennent et al. have described in U.S. Pat. No. 
6,031,711 the application of sheets of carbon nanotubes as 
high performance Supercapacitors. 
0070 The following describes the experimental appara 
tus of FIG. 5 and conditions used to density the carbon 
fibers. 

0071. The macrotubes were mounted in the infiltration 
reactor of FIG. 5 by placing a quantity of the fiber material 
inside of an approximately 1" diameterx3" long quartz tube 
that is open on both ends, or by winding the fibers on the 
exterior of the quartz tube. The quartz tubes were then 
placed on a quartz carrier and inserted into the reactor. The 
tubes containing the fibers were centered along the axis of a 
3" ID quartz reactor tube. This tube is contained in a 3-Zone 
furnace with a constant temperature hot-Zone approximately 
14" long. A Schematic of the infiltration reactor is shown in 
FIG 5. 

0072 The reactor gas flows are controlled by MKS mass 
flow controllers, and the pressure is set by an MKS pressure 
control valve at the furnace exit. All process parameters (gas 
flows, reactor pressure and furnace temperature) are con 
trolled by computer. 
0073. After the fiber samples were placed in the reactor, 
the System was evacuated using a roughing pump. After 
pump down, the infiltration cycle was initiated as follows. 
An argon Stream was introduced into the reactor at a flow 
rate of 586 standard cubic centimeters per minute (Scem) 
and a pressure of 60 torr. The reactor was heated to 500 C. 
in 15 minutes while maintaining the above gas conditions. 
This temperature was maintained for 10 minutes and then 
increased to 1020 C. in. 30 minutes. After a 10 minute soak 
at 1020 C., the argon stream was switched to the infiltration 
gas mixture which consisted of 576 Scem of methane 
(99.97% purity) and 11.7 sccm of propane (99.5% purity). 
These gas flows were maintained at a pressure of 60 torr for 
12 hours, after which the reactor was cooled to room 
temperature under an argon gas flow as described above. The 
infiltration conditions described form a carbon layer that is 
approximately 0.5 um thick. 
0074 The result was a hollow macrotube in which an air 
core is Surrounded by a sheath comprising a composite of 
axially oriented nanotubes as shown in FIGS. 1A and 1B. 
0075 Measured Mechanical Properties of Macrotube 
Fibers Additionally Consolidated Through CVD Process 
0076) Sections of the macrotube fiber were tested by the 
3-point flex method as described in ASTM D790-86. The 
flex StreSS and the modulus were calculated using the 
formulas given in the Standard. The nominal external fiber 
sample diameter D=0.015 in. The fiber is hollow with an 
internal diameter d=0.0084 in., and the internal to external 
diameter ratio is approximately d/D=0.56. The test was 
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performed using a beam span (distance between the Sup 
ports) L=0.25 in. The tester loading (crosshead) speed used 
in the test=0.1 in/min. 

0077. The average flex breaking strength calculated by 
the standard formulas for the sample (the nominal sample 
diameter D=0.015 in) is 28.7 ksi (kilopounds per square 
inch=1000 psi) or 0.22GPa. The average modulus is 
2.06+0.27 Msi (megapounds per square inch=1,000,000 psi) 
or 16 GPa, and elongation to break is equal 1.5%. Taking 
into consideration the fact that the Outer crust of the mac 
rofiber is CVD material only, the calculated values for the 
Strength and the modulus are higher. 

0078 For the homogeneous nanotube material (with out 
side diameter D=0.138 in, as estimated from the micro 
graphs), according to the standard formulas the Strength is 
equal=0.30 GPa and the average modulus=24.6 GPa. These 
results are shown in the table, where they are compared to 
the data for conventional C/C brake composite (PAN+pitch): 

Hollow fiber with nanotube 
composite (multi-wall 
nanotubes + CVD 

Conventional C/C brake composite Assume Assume 
(PAN + pitch matrix) O.O15" Dila O.138" Dia 

Flex strength 13–20 Ksi (0.091-0.14 GPa) O.22 GPa. O.3 GPa. 
Modulus 3–5 Msi (21-35 GPa) 16 GPa. 24.6 GPa. 

COMPARATIVE EXAMPLE (1) 
0079 A mixture of 30% by weight of carbon nanotubes 
and 70% polypropylene was spun into a fiber using a 
conventional apparatus Such as described by Glatkowski et 
al. (U.S. Pat. No. 6,265,466). The apparatus includes a 
Spinneret having a cavity with a Single point of constriction 
at the Spinneret exit. Thus, this apparatus provides only a 
Single point where the Velocity increases. The increase in 
velocity of V/V=(D/D)=(0.5/0.15)=11.1. 
0080. The resulting extrusions of Comparative Example 
1 as well as the macrotubeS produced in Inventive Example 
1 were examined by X-ray diffraction to determine the 
degree of orientation “f” of carbon nanotubes in the matrix. 
The degree of orientation “f” is a function that varies from 
0 for a sample with randomly oriented nanotubes to 1 for a 
Sample in which all the nanotubes are perfectly aligned 
along one direction. 

Inventive Example 1 O.656 
Comparative Example 1 0.587 

0081. The X-Ray analysis results indicate a higher degree 
of orientation in the extruded tubes of Inventive Example 1, 
which was produced with a higher increase in Velocity and 
shear force then the Comparative Example 1 of Glatkowski 
et al. 
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EXAMPLE (5) 
0082) A total of 6 samples prepared by the method of 
Example 4 were densified through a CVD process and were 
mechanically tested. 
0083) Using Instron 5565 with a sensitive 2.5N load cell, 
the sections of the fiber were tested by 3-point flex method 
using the following parameters: 

0084. Selected beam span–0.25 in 
0085 Cross head speed-0.1 in/min 

0086) The results are provided in the table below. The 
results in the table below were prepared taking into consid 
eration the following factors. First, the measured nominal 
external fiber diameter D=0.015 in. Second, the fiber was 
hollow, with an internal to external diameter ratio of 
approximately 0.56. Third, the upper crust of the fiber is 
CVD material only, and does not contribute to the flex 
resistance, So one has to reduce the outer fiber diameter in 
the calculation. Using the micro-graphs this reduction was 
estimated by a factor of 0.9. 

COMPARATIVE EXAMPLE (2) 
0087. A conventionally prepared carbon/carbon compos 
ite brake (PAN+pitch) was tested for comparison with the 
samples obtained in Example (5) above. The results are 
given in the following table. 

Flex Breaking Average Modulus 
Strength (GPa) (GPa) Elongation to Break 

Inventive O.3 24.6 1.5% 
Example 5 
Comparative O.O91-0.14 21-35 
Example 2 

0088. Thus, the overall strength of the inventive compos 
ite brake pads made by the inventive method is much higher 
than the Strength of the conventional composite brake pads. 
0089. It is to be understood that the foregoing descrip 
tions and Specific embodiments shown herein are merely 
illustrative of the best mode of the invention and the 
principles thereof, and that modifications and additions may 
be easily made by those skilled in the art without departing 
for the spirit and scope of the invention, which is therefore 
understood to be limited only by the Scope of the appended 
claims. 

What is claimed is: 
1. A Structure comprising carbon nanotubes wherein the 

carbon nanotubes in the Structure are aligned to give an f 
value of 0.590-100. 

2. The Structure according to claim 1, wherein the carbon 
nanotubes in the Structure are aligned to give an f value of 
O630-0.900. 

3. The Structure according to claim 1, wherein the carbon 
nanotubes in the Structure are aligned to give an f value of 
O630-0.750. 

4. The Structure according to claim 1, wherein at least one 
of carbon, Silicon and Silicon carbide has been deposited on 
the carbon nanotubes. 
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5. The Structure according to claim 2, wherein the Struc 
ture is a hollow macrotube comprising walls made of the 
carbon nanotubes. 

6. The Structure according to claim 2, wherein the Struc 
ture is an essentially flat film formed of the carbon nano 
tubes. 

7. A friction material for braking Systems comprising the 
Structure according to claim 1. 

8. An apparatus for preparing a structure comprising 
aligned carbon nanotubes according to claim 1, Said appa 
ratus comprising an upper Spinneret having inner walls 
defining a cavity (A) through which a core polymer flows, 
a lower spinneret having inner walls defining a cavity (B) 
which is aligned with the cavity (A) So that the core polymer 
flowing from the upper Spinneret flows directly into the 
cavity (B), the lower spinneret having an upper Surface 
which is indented to form at least one cavity (C) for a 
mixture comprising a sheath polymer and carbon nanotubes, 
wherein the cavity (C) is defined by an inner wall, bottom 
wall and outer wall, the lower Spinneret containing at least 
one annular space which connects cavity (C) with cavity (B) 
to allow flow of the sheath polymer/carbon nanotube mix 
ture from cavity (C) to cavity (B) to coat the core polymer 
to form a carbon nanotube coated polymer mixture, the inner 
walls defining cavity (B) constrict at a constricting point to 
reduce the diameter of cavity (B) to a distance D, thereby 
increasing the shear force on the carbon nanotube coated 
polymer mixture before exiting the apparatus through an exit 
hole in the lower Spinneret. 
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9. The apparatus according to claim 8, wherein multiple 
cavities (C) are concentrically located around cavity (B) and 
are each connected to cavity (B) with at least one annular 
Space. 

10. The apparatus according to claim 8, wherein cavity 
(C) is a single cavity concentrically located around cavity 
(B). 

11. The apparatus according to claim 9, wherein a line D. 
is a measurement of an average of twice the distance 
between the inner wall of cavity (C) and a center point of 
cavity, (B), wherein the line D is measured at an angle 
which is perpendicular to the flow of the core polymer 
through cavity (B), and wherein the ratio D/D, is 4-25. 

12. The apparatus according to claim 10, wherein the 
cavity (C) is a single concentric cavity which is connected 
to cavity (B) by multiple annular spaces, a line D is a 
measure of the diameter of the inner wall, and the ratio D/D, 
is 4-25. 

13. The apparatus according to claim 11, wherein the ratio 
D/D, is 6-10. 

14. The apparatus according to claim 12, wherein the ratio 
D/D, is 6-10. 

15. The apparatus according to claim 8, wherein the 
Structure contains 2-30 capillaries. 


