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Abstract:



Carbon nanotubes (CNTs) are known for high thermal conductivity and have potential use as nano-radiators or heat exchangers. This paper focuses on the thermal performance of carpet-like arrays of vertically aligned CNTs on solid graphite substrates with the idea of investigating their behavior as a function of carpet dimensions and predicting their performance as thermal interface material (TIM) for electronic device cooling. Vertically aligned CNTs were grown on highly oriented pyrolytic graphite (HOPG) substrate, which creates a robust and durable all-carbon hierarchical structure. The multi-layer thermal analysis approach using Netzsch laser flash analysis system was used to evaluate their performance as a function of carpet height, from which their thermal properties can be determined. It was seen that the thermal resistance of the CNT array varies linearly with CNT carpet height, providing a unique way of decoupling the properties of the CNT carpet from its interface. This data was used to estimate the thermal conductivity of individual multi-walled nanotube strands in this carpet, which was about 35 W/m-K. The influence of CNT carpet parameters (aerial density, diameter, and length) on thermal resistance of the CNT carpet and its potential advantages and limitations as an integrated TIM are discussed.
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1. Introduction


One of the driving forces behind nanotechnology research is its potential to miniaturize electronic devices. As these devices shrink in size and enable more components to be packed into smaller spaces, efficient dissipation of waste heat generated through smaller volumes becomes more challenging to accomplish. Excess heat, if not rapidly dissipated away from the nanoscale electronic components, can lead to signal instabilities and/or premature device degradation. One common issue is failure at the device/substrate interfaces due to thermal expansion mismatch between different interface material compositions. Therefore, optimizing thermal transport through the interface is necessary to ensure stable performance. This calls for new strategies of integrating emerging materials and/or material combinations for future thermal management devices.



Commercially available thermal interface materials (TIM) products, such as solder and thermal grease, have known thermal resistance (R) values of 0.07 × 10−4 and 0.14 × 10−4 m2K/W, respectively [1]. However, these materials have limited use in many future aerospace applications due to their high densities, tendency to harden and crack after prolonged usage, and/or environmental degradation [2,3]. Therefore, it is becoming very important to investigate lightweight and robust architectures for TIM that can support the emerging power electronic devices for aerospace use.



Graphene and carbon nanotubes (CNTs) are potential candidates for future microelectronic devices because of their excellent thermal and mechanical properties [4,5,6]. In addition, these carbon materials are tailorable and can be fabricated into highly flexible films that support mechanical compliance in certain electronic packaging materials [7,8]. Carbon materials have lower coefficients of thermal expansion (CTE) values, 1.1 × 10−6 m/m-K, compared to other commonly used materials for electronics packaging: copper has a CTE value of ~16.6 × 10−6 m/m-K. It is known that devices or material at the interface layer with CTE mismatch can induce unfavorable condition such as thermomechanical stresses, interface deboning, and microcracking [9]. To avoid such issues, devices should have high thermal conductivity and similar CTEs between all elements composed within the electronic device [10,11,12]. Due to their lower CTE values, carbon materials may address failures due to CTE mismatch while adding mechanical strength and flexibility to the components. In addition, these kinds of components can withstand prolonged thermal cycling and are less prone to failure due to interfacial delamination. Furthermore, carbon materials are chemically inert, which allows these components to operate in more extreme conditions, such as corrosive environments.



Thermal analysis involving carbon materials are very interesting and have many potential advantages. Due to these potential advantages, a variety of carbon containing materials and composite structures has been investigated for thermal applications. Earlier papers have reported thermal analysis of graphene [6,13,14], graphite flakes [10], carbon fillers [15,16], and loose CNTs [15]. However, it must be noted that these types of carbon structures often require additional processing steps such as attachment, assembly, compression bonding, dispersion in a polymer matrix and machining [10]. Moreover, compact solids are prone to CTE mismatch and interfacial mechanics issues. To minimize processing steps, unfavorable defects, and property mismatch concerns, non-compact and compressible three-dimensional structures made of aligned CNT arrays are of particular interest, and the focus of this study. While thermal properties of CNT have been investigated in the past [7,8,9,10,11,12,13,14,15,16,17,18,19,20], the reported data on thermal conductivity can vary over a wide range depending on the test samples and testing conditions. For example, using a dynamic modeling technique, the thermal conductivity (κ) value of a single walled CNT (SWNT) was reported to be 6600 W/m-K [17]. Others have reported κ values with results ranging from 8 to 10,000 W/m-K [18,19,20,21,22,23,24] for SWNTs, and 0.145 to 3000 W/m-K for multi-walled CNTs (MWNTs) [18,22,25,26,27,28,29,30,31]. The wide range of values is a result of differences in the morphology, defects, and testing conditions.



From an electronic packaging standpoint, a detailed understanding of the thermal transport properties of fully assembled CNT carpet on a high-conductivity substrate is more applicable than theoretical properties of individual nanotubes, or clusters of randomly orientated CNTs. Thermal conductivity values of free standing CNTs arrays have been reported to be 1.9 W/m-K for SWNT arrays [18], and 3 to 15 W/m-K for MWNT arrays [28]. These may be a good starting points in terms of the intrinsic thermal behavior, but in a real device, CNT arrays will need to be attached to a substrate. Therefore, a thermal analysis of samples comprised of CNTs arrays attached to their growth substrate is more realistic but also more challenging.



Most studies reporting CNT arrays on substrates have been grown on electronic grade silicon substrates, and reported thermal conductivity (κ) value ranging from 8.3 to 15 W/m-K [27,32]. Others have reported values of 27 W/m-K with the addition of a metallized bonding layer on the CNT array [30]. More recently, studies have reported success with growing CNT arrays on graphite substrates [2,33,34,35]. It has also been suggested that three-dimensional structures consisting of CNTs joined perpendicular to graphite may be suitable as a high-performance TIM [2]. In the latter study, CNT arrays of a fixed length (25 mm) were grown on thin graphite foil, and laser flash analysis (LFA) was used to measure the thermal resistance of the structure. While these studies clearly indicate promise of using these solids as TIM material, there is no scope for separating out the contribution of interfacial thermal resistance from that of the CNT. Properties of the individual CNT must be assumed to estimate the interface, and vice versa. This is a serious limitation because, as mentioned earlier, there is a wide range of reported thermal conductivity values for MWNT spanning over three orders of magnitude (0.145 to 3000 W/m-K). Therefore, any errors on estimating that value can create a very large error in estimates of interfacial property.



The objective of this investigation is to perform thermal measurements on a series of precisely controlled CNT arrays having different carpet heights grown on the same substrate material using a standard set of growth conditions. The advantage of this approach is that the properties of the interface and that CNT carpets can be decoupled to get a better understanding of thermal transport phenomena in these complex geometries. Laser Flash Analysis (LFA) was used to measure the thermal transport properties of such CNT carpet samples in the transverse (through thickness) direction, parallel to CNT arrays. A one-dimensional thermal resistance model was incorporated to investigate the influence of CNT array variables (diameter, array height, and density) on the thermal transport properties of an all carbon system for electronics packaging applications.




2. Experimental


The Substrate used in this study are highly oriented pyrolytic graphite (HOPG) coated with a thin buffer layer of silica film. The HOPG samples were purchased from SPI, Inc. (West Chester, PA, USA), with reported thermal conductivity measurements of 1800 ± 200 W/m-K along the basal plane and 8 ± 2 W/m-K perpendicular to the base plane.



2.1. CNT Growth


Floating catalyst chemical vapor deposition (FCCVD) was used to grow CNT array films on (1 × 1 × 0.1 cm3) HOPG. The details of this growth technique and of its consistent quality has been shown to provide many functional advantages and reported in earlier publications [22,23,24]. The growth parameters were previously established [35]. For this study, the FCCVD growth time was varied to achieve different heights of CNT arrays. The HOPG substrates were first coated with a thin film of SiO2 (<200 nm) as a buffer layer. The SiO2 oxide buffer layer was deposited using microwave plasma CVD, where the silica source was hexamethyldisiloxane, and the procedure was established earlier [36]. The resulting samples were analyzed by scanning electron microscopy (SEM), transmission electron microscopy (TEM), and laser flash analysis (LFA).




2.2. Microscopy


SEM and TEM analysis was performed to characterize the CNTs in relation to morphology, packing density, and interface composition. The TEM foils were prepared using focused ion beam (FIB) extraction and thinning techniques. To make TEM foils, FIB process was used. This technique requires pre-coating the area of interest with sputtered platinum, thereby filling the voids between CNTs and coating the CNT during the process. Once the coating is in place, an ion beam was used to etch away excess material, allowing the area of interest to be lifted for TEM and electron energy loss spectroscopy analyses. The resulting foil was extremely delicate and easily damaged by the high intensity TEM beam. Hence, the images of regions of interest had to be quickly taken after all the focusing adjustments were made on an adjacent area of the specimen. Electron energy loss spectroscopy (EELS) was used for iron and silicon identification at the CNT/HOPG interface.




2.3. Thermal Analysis


A Netzsch LFA 457 laser flash apparatus (Burlington, MA, USA) was used to measure the thermal property of the samples. Samples were loaded into 1 cm2 sample holder and were placed on the testing stage. Essential data values (dimensions, density, weight, specific heat, and testing temperature range) were entered into the system prior to testing of a one-layer sample. The system only measures the diffusivity value of one unknown layer at a time. To measure the diffusivity value of a multi-layer sample, data values mentioned above plus the diffusivity value of the known layers must be entered prior to multi-layer analysis. LFA measures the thermal diffusivity value of the unknown layer as a function of temperature. The thermal diffusivity, α (mm2/s), was first defined by Parker et al. [37] for laser flash analysis as shown in Equation (1).


[image: ]



(1)




where Ɩ is the length/thickness of the specimen and t1/2 is the time needed for the rear surface temperature to reach half its maximum value. The equipment can measure the diffusivity of a sample that ranges from 0.01 to 1000 mm2/s with reproducibility of ±3%. The values reported in this study uses one σ standard error.



In this work, single, and two-layer analysis were conducted to analyze the thermal diffusivity values for HOPG substrates, and CNT array films. Such sample is constructed with CNT on HOPG substrate as lamellar composites. The thermal resistance of each layer and each interface was calculated using a 2-step testing procedure, as shown in the results section.





3. Results and Discussion


Figure 1a is a 3-D representation of the 2-lyaer sample. Figure 1b shows the cross-sectional schematic of the 2-layer samples used for thermal analysis. The 2-layer model configuration is indicated where CNT array is labeled as the top layer and the oxide-coated substrate as the bottom layer. Equations that correspond to the thermal resistance contributed from each layer are shown. Rinterface is the thermal resistance resulting from the interface between the CNT and substrate. The physical properties of the HOPG layer and the CNT layer are listed in Table 1. The weights of CNTs were obtained by weighing the HOPG samples before and after CNT growth. These physical property values were entered in the laser flash system for the thermal analysis.


Figure 1. (a) Cartoon representation of the sample for a 2-layer thermal analysis model, (b) is a 3-D cartoon representation of the sample. Note: Figures are not drawn to scale.
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Table 1. Sample properties.





	

	
Bottom Layer Samples

	
Cap

	
Top Layer Samples






	
Units

	
HOPG 1

	
HOPG 2

	
HOPG 3

	
HOPG Cap

	
CNT I (482 μm)

	
CNT II (199 μm)

	
CNT III (75 μm)




	
mm

	
10 mm × 10 mm (nominal sample Size)




	
mm

	
1.23 ± 0.01

	
1.37 ± 0.01

	
1.42 ± 0.01

	
1.15 ± 0.01

	
0.482 ± 8 × 10−4

	
0.199 ± 7 × 10−4

	
0.075 ± 6 × 10−4




	
g

	
0.2518

	
0.306

	
0.3148

	
0.2363

	
4.2 × 10−3

	
2.1 × 10−3

	
1.90 × 10−3




	
g/cm3

	
2.16 ± 0.01

	
0.091

	
0.102

	
0.248










3.1. Microscopy and Characterization


An overall measure of CNT content in the samples can be obtained from the weight, i.e., the difference in weight before and after CNT growth on the solid. To assure that CNT growth was only on the top surface and not on the sides, the sides of the HOPG substrates were masked off prior to deposition of the oxide buffer layer. It has been clearly demonstrated in the past that there is minimal growth of CNT without a buffer oxide layer on the surface [35].



More details of CNT growth, such as number of nanotubes per unit area of substrate, and their length (carpet height) can be obtained from their SEM images. The CNT growth density can be estimated using the SEM image depth of field and count the number of CNTs visible in an image area. In this study, the number of CNTs was measured to be 77 ± 6 CNTs/µm2 or 7.7 × 109 CNTs/cm2. Several studies have attempted to measure CNT density in arrays grown on different types of substrates using different deposition techniques [7,27,28], which show a wide range from about 8 × 109 to 5 × 1011 CNTs/cm2. It must be pointed out that this is an estimate only, and there is a possibility of underestimating the total number of CNT in a given area because a SEM image can only capture objects within the line of sight, and this can lead to some unaccounted CNTs that fall outside of the field of view or are hidden behind a visible CNT. Secondly, it is assumed that the number of CNTs stays the same from the interface of the sample to the CNT tips. This may not be true, since it is possible for new CNTs to grow some distance away from the interface. Therefore, using SEM to estimate the number of CNTs leads to a number that represents minimum numbers of CNTs in an area.



Each component within the thermal interface can affect the thermal pathway, and thereby increase the overall thermal resistance. Therefore, it is important to examine the interface to determine if any obstructions are in the thermal pathway. Figure 2 is a set of TEM images taken from the CNT/HOPG interface. The inset in Figure 2b is an SEM image prior to the TEM alteration and shows that the CNTs used for thermal measurements were uniform and aligned before FIB processing. Figure 2e is a merged image that shows the location of the Fe catalyst particles in relation to the oxide at the interface. In theory, the particles should have some thermal resistance contributions; however due to their size being small in scale (10 nm), it is expected that the contribution would be small as well. Hence, these particles were not treated as a separate component/layer in the thermal analysis portion of this study.


Figure 2. SEM and TEM images of the CNT/HOPG interface, the TEM uses EELS technique to find the oxide layer and the iron catalyst particles. (a) SEM image of the lifted cross-section foil of the sample; (b) cross-section SEM image of the grown sample, with high magnification image as the small insert to the top left; (c) TEM image of the sample taken at the CNT/HOPG interface; (d) EELS scan for elemental Si, over the area shown in figure (c); (e) Merged image from figures (d, f); (f) EELS scan for elemental Fe, over the area shown in figure (c).
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3.2. Thermal Analysis


The LFA system uses a laser pulse to deposit energy on the front face of a sample, and a detector measures the temperature response of the rear face. LFA uses validated models from literature to determine the thermal diffusivity, α, of the sample or layer in question. Once the diffusivity is determined, both the thermal conductivity (κ), and the thermal resistance (R), can be calculated. To calculate the thermal conductivity of the sample, Equation (2) can be used
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(2)




where ρ (g/cm3) and [image: ](J/g °C) are density and specific heat, respectively. The specific heat (cp) for the samples were measured using differential scanning calorimetry (DSC). Small carbon samples were measured against an empty platinum dish to obtain the average Cp values used in the study. To determine the thermal resistance value (R), Equation (3) is used
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(3)




where [image: ] is the thickness of the thermal layer within the sample.



3.2.1. Thermal Analysis of the Substrate (HOPG)


The HOPG sample is an excellent sample to be measured by the LFA system because it is made of graphite and nontransparent to the IR detector. Figure 3 shows the average thermal diffusivity values of HOPG samples measured over the temperature range of (25–100 °C).


Figure 3. Diffusivity values for uncoated HOPG samples and samples painted with graphite.
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3.2.2. Thermal Analysis of Substrates with a Buffer Layer


Diffusivity values were obtained for HOPG samples coated with a SiO2 buffer layer. It was determined that the oxide layer was too thin for the LFA system to measure the diffusivity contributions. Namely, the measured diffusivity value for the SiO2-coated HOPG samples were essentially the same as those measured of the baseline HOPG sample, Figure 3. Using a referenced thermal conductivity value for silica, 1.4 W/m-K, the thermal resistance of the silica oxide layer was estimated. It shows that the thermal resistance value for the silica buffer layer is indeed expected to be several orders of magnitude smaller, 5.21 × 10−8 m2K/W, than that of the HOPG substrate layer ~2.5 × 10−4 m2K/W. Therefore, it is safe to assume that the oxide buffer layer has negligible thermal resistance contribution, as indicated in Table 2.


Table 2. Thermal Analysis Results.





	

	

	
Bottom Layer Samples

	
Top Layer Samples




	

	
Units

	
HOPG 1

	
HOPG 2

	
HOPG 3

	
CNT I (482 μm)

	
CNT II (199 μm)

	
CNT III (75 μm)






	
α

	
mm2/s

	
3.864 ± 0.06

	
4.053 ± 0.08

	
4.177 ± 0.09

	
6.099 ± 0.04

	
3.088 ± 0.04

	
0.558 ± 0.03




	
Cp

	
J/(g × K)

	
0.63 ± 0.01




	
κ

	
W/mK

	
5.23

	
5.52

	
5.71

	
0.351

	
0.199

	
0.087




	
Rbottom = Rsub + Roxide

	
m2 K/W

	
2.35 × 10−4

	
2.48 × 10−4

	
2.49 × 10−4

	
-




	
Roxide

	
m2 K/W

	
5.21 × 10−8




	
Rtop = Rarray + Rinterface

	
m2 K/W

	
-

	
1.37 × 10−3

	
1 × 10−3

	
8.61 × 10−4




	
Rinterface (Figure 5)

	
m2 K/W

	
7.59 × 10−4




	
κarray (Figure 5)

	
m2 K/W

	
7.91 × 10−1




	
Rarray

	
m2 K/W

	
6.09 × 10−4

	
2.52 × 10−4

	
9.48 × 10−5











3.2.3. Thermal Analysis of Substrates with a Buffer Layer and CNT Array Film


In this investigation, CNT arrays were grown as a uniform film on the oxide-coated HOPG samples. The oxide-coated HOPG substrate was considered the bottom layer of the composite, and the CNT film and the corresponding Rinterface were treated as the top layer. The previously obtained thermal diffusivity value and corresponding physical properties of the bottom layer of each sample (HOPG 1, 2 and 3) was first entered as a known value in the Netzsch LFA two-layer analysis. The resulting average diffusivity values for the top layer of each sample (CNT I (482 µm), II (199 µm), and III (75 µm)) are listed in Table 2. The thermal diffusivity value for the top layer was converted to thermal resistance, using Equations (2) and (3), to compare the thermal resistance contributions from each of the layers.



In Figure 4, Rtop is plotted and it is the value for the sum of CNT array and the Rinterface. It can be seen that there is a linear trend between Rarray and the height of the CNT arrays. Since all the samples use the same growth parameters (other than growth time), it was assumed that the CNT/HOPG interface resistance, Rinterface, for all samples were the same. Therefore, the contribution of Rinterface to the combined resistance of Rtop can be obtained by a linear line extrapolated to the y-axis intercept. Based on this y-intercept, Rinterface is estimated to be 7.59 × 10−4 m2 K/W. Rarray values for each of the three samples were calculated by subtracting Rinterface from the respective Rtop values. The thermal conductivity value of the CNT array was then calculated to be 7.91 × 10−1 W/m-K, from the inverse of the slope of the trend line.


Figure 4. Thermal Resistance of samples with different CNT height.
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3.2.4. CNT Thermal Conductivity Analysis


Using the array thermal conductivity calculated above, it is also possible to calculate the thermal conductivity value of a single CNT (κCNT). To accomplish this, an equation was formulated using simplified assumptions about the CNT array. It was assumed that all individual CNTs in the array are solid cylinders and they are all uniform in material composition (morphology, tube diameter, and height). In addition, the CNTs are in parallel with each other and occupy a certain volume fraction, 8.5% in this case. Furthermore, the thermal conductivity values of each CNT in the array are equal and are constant along the length of CNT, Figure 5. If the number of CNTs per area and the diameter of the CNT are known, then the thermal conductivity value of a CNT, κCNT, can be calculated using Equation (4).


[image: ]



(4)




where d is the average diameter of the CNTs and N is the number of CNTs per area.


Figure 5. Modeling CNT array in parallel with air and image of simplified CNT.
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Using the SEM images, the average CNT diameter was measured to be 19 ± 5 nm, and the growth density was measured to be 7.7 ± 0.6 × 1013 CNTs/m2. Using Equation (4), the thermal conductivity of a CNT, κCNT, was calculated to be 35.09 W/m-K. Note that this is the average thermal conductivity of the CNT assuming the CNT to be a solid cylinder. While this is not the highest thermal conductivity value reported for carbon nanotubes, it is an excellent value. As discussed in the introduction, the reported thermal conductivity of CNT ranges from 0.145–3000 W/m-K depending on the quality of CNT, sample configuration and testing methods. From the engineering point of view, 35 W/m-K is superior to many commercially available thermal interface materials (thermal grease, or epoxy bond, etc.) used today. Unlike many examples shown previously were the CNT arrays were created on silicon substrates, here the combination of CNTs on HOPG shows promise as a new TIM for certain electronic applications. This value shows the possibility of using samples in such configuration (aligned and attached CNTs on HOPG) as new TIM for certain electronic applications. The region of concern, that is actually showing relatively high thermal resistance in these samples, is actually the interface region (Rinterface estimated to be about 7.59 × 10−4 m2 K/W as shown in the last section). It is possible that earlier studies that estimate lower values of Rinterface may be doing so because they are assuming lower thermal conductivity of nanotubes. In this study, it was possible to decouple the contribution from the two regions. These results indicate that, when robust durable CNT arrays are attached on graphite, the interfacial zone may be become the bottleneck for thermal transport and will need to be improved or minimized or future improvements in these materials.




3.2.5. Thermal Resistance Analytical Model


Equation (5) (parameter sensitivity analysis) was created, by rearranging Equation (4), to help to predict the effect of CNT morphology and growth density on thermal resistivity of the array.


[image: ]



(5)







Figure 6, shows that if the number of CNTs per given area is increased, Rarray would decrease, as expected. However, there is a limitation on how much improvement can be achieved, since Rarray convenes to an asymptote. This suggests that once a critical CNT growth density is reached, any additional increases do not greatly improve the thermal resistance. The result also shows that the effect of CNT length diminishes as the density of CNT increases, suggesting that CNT growth density is the dominant factor affecting the thermal resistance. There will also be a practical limit set by the density at which the individual nanotubes touch each other and cannot be grown any closer together. This simple model underscores that through CNT growth optimization, the thermal resistance of the array can be further reduced. Using the thermal conductivity value of 35 W/m-K, the best possible thermal resistance achievable will be about 2 × 10−6, if pristine samples of CNT with 100% growth coverage were fabricated. This value places samples in this configuration (CNTs grown on HOPG substrate) on par with many commercially available TIM samples. However, it must be noted that while such all-carbon hierarchical structure shows promise for thermal applications additional research will be needed to finally integrate these materials with specific thermal devices having minimal CTE mismatch, compatible interface, and higher thermal conductivity that can operate in conditions involving different functional requirements and cooling environment.


Figure 6. Shows how the variable (Number of CNT/area) would change thermal resistance using the model equation. The experimental values are marked in each of the lines.
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4. Concluding Remarks


In this investigation, carpet-like arrays of carbon nanotubes (CNT) were attached to oxide-coated HOPG substrates, and direct bonding between CNT and the oxide layer was achieved at the interface. It was shown by high-resolution TEM images that the catalyst particles were imbedded in the oxide layer. Using the height of CNT array as the variable, the thermal properties of all these carbon samples were determined. The result shows that Rarray is linearly related to the CNT array height. It was also calculated that the thermal conductivity value for a CNT was about 35 W/m-K. Furthermore, this investigation provided a simple analytical model to determine the effect of different CNT variables on thermal resistance. The model suggests that if pristine CNT with maximum packing density can be achieved, an optimally low thermal resistance value of about 2 × 10−6 m2 K/W is obtainable in the array. This value placed the thermal resistance of CNT in such a configuration (CNT on HOPG), on par with current commercially available TIM material, with the added benefit of all carbon systems being that it is strong, durable, compliant and will not suffer from drying out or thermal cycling issues.
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