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1. Measurements of optical reflection spectra of the cross sections of AAO 

membranes. 

 
 
 
 

 
 
Fig. S1. Schematic illustration of micro-spectroscopy measurements of the cross sections of 

AAO membrane by a confocal microscope (Olympus, 100×) with an imaging spectrometer 

(iHR550). 
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2. Measurements of sizes and their distributions of the top and the bottom 

nanochannels of AAO membranes by a Gatan DigitalMicrograph (DM) software 

    

    

    

    
 

Fig. S2. Size distribution histograms of the top and the bottom nanochannels in the 

through-channel AAO membranes prepared at 13 ºC for 640 min. (a1), (b1), (c1) and (d1) 

show the size distributions of the top nanochannels in the AAO membranes after the etching 

for 0, 10, 35, and 60 min, respectively. (a2), (b2), (c2) and (d2) represent those of the bottom 

nanochannels in the same AAO membranes corresponding to (a1), (b1), (c1) and (d1), 

respectively. 

(a1) 

(c1) 

(b1) 

(a2) 

(c2) 

(b2) 

(d1)  (d2) 

52.9±3.0 nm   37.1±2.0 nm   

64.6±3.6 nm    54.8±2.4 nm  

75.0±2.2 nm    62.9±3.0 nm  

82.6±3.0 nm   72.6±3.7 nm  
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Fig. S2-a1. (a) TEM image of the top surface of the AAO membrane without the chemical 

etching corresponding the analyzed nanochannels after the thresholding based on the DM 

software, the thresholding is the process of separating the top surfaces of the nanochannels 

from the rest of the image. (b) Measurements of the sizes (diameter, unit: nm) of the analyzed 

nanochannels on the top surface of the AAO membrane. 
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Fig. S2-a2. (a) TEM image of the bottom surface of the AAO membrane without the chemical 

etching corresponding the analyzed nanochannels after the thresholding. (b) Measurements of 

the sizes (diameter, unit: nm) of the analyzed nanochannels on the bottom surface of the AAO 

membrane. 
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Fig. S2-b1. (a) TEM image of the top surface of the AAO membrane with the chemical 

etching for 10 min corresponding the analyzed nanochannels after the thresholding. (b) 

Measurements of the sizes (diameter, unit: nm) of the analyzed nanochannels on the top 

surface of the AAO membranes. 
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Fig. S2-b2. (a) TEM image of the bottom surface of the AAO membrane with the chemical 

etching for 10 min corresponding the analyzed nanochannels after the thresholding. (b) 

Measurements of the sizes (diameter, unit: nm) of the analyzed nanochannels on the bottom 

surface of the AAO membrane. 
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Fig. S2-c1. (a) TEM image of the top surface of the AAO membrane with the chemical 

etching for 35 min corresponding the analyzed nanochannels after the thresholding. (b) 

Measurements of the sizes (diameter, unit: nm) of the analyzed nanochannels on the top 

surface of the AAO membranes. 
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Fig. S2-c2. (a) TEM image of the bottom surface of the AAO membrane with the chemical 

etching for 35 min corresponding the analyzed nanochannels after the thresholding. (b) 

Measurements of the sizes (diameter, unit: nm) of the analyzed nanochannels on the bottom 

surface of the AAO membrane. 
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Fig. S2-d1. (a) TEM image of the top surface of the AAO membrane with the chemical 

etching for 60 min corresponding the analyzed nanochannels after the thresholding. (b) 

Measurements of the sizes (diameter, unit: nm) of the analyzed nanochannels on the top 

surface of the AAO membrane. 
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Fig. S2-d2. (a) TEM image of the bottom surface of the AAO membrane with the chemical 

etching for 60 min corresponding the analyzed nanochannels after the thresholding. (b) 

Measurements of the sizes (diameter, unit: nm) of the analyzed nanochannels on the bottom 

surface of the AAO membrane. 
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3. Selected area electron diffraction patterns of the AAO membranes with 

different nanochannel sizes after partially covering the central transmitted beam 

by a beam stopper. 

 

    

    

    

    

 
Fig. S3 Selected area electron diffraction patterns of the AAO membranes with 

different nanochannel sizes after partially covering the central transmitted beam by 

a beam stopper. (a), (b), (c) and (d) Top surfaces of the nanochannels in the AAO 

membranes formed after etching the through-channel membranes immersed in a 5 % 

H3PO4 solution at 30 C for 0, 10, 35 and 60 min, respectively, corresponding to the 

nanochannel sizes of 52.9±3.0, 64.6±3.6, 75.0±2.2 and 82.6±3.0 nm. (e), (f), (g) and 

(h) Bottom surfaces of the nanochannels in the same membranes formed after etching 

the through-channel membranes for 0, 10, 35, and 60 min, respectively, corresponding 

to the nanochannel sizes of 37.1±2.0, 54.8±2.4, 62.9±3.0 and 72.6±3.7 nm.  
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4. Statistic measurements of 300 nanochannel spacings and theirs distributions 

on the top and the bottom surfaces for every AAO membrane by the DM 

software 

 

     

     

     

     
 

 

 

 

 

104.5±4.6 nm   100.5±3.2 nm  

105.8±6.1 nm   102.7±4.1 nm  

103.6±4.7 nm   104.1±5.2 nm  

100.1±5.5 nm   103.1±5.7 nm  

(a1) 

(c1) 

(b1) 

(a2) 

(c2) 

(b2) 

(d1)  (d2) 
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Fig. S4. Histograms of 300 nanochannel spacing on the top and bottom surfaces for every 

AAO membrane. (a1), (b1), (c1), and (d1) show the spacing distributions on the top surface of 

the membranes after the chemical etching for 0, 10, 35, and 60 min, respectively. (a2), (b2), 

(c2), and (d2) correspond to those on the bottom surfaces in the same membranes, 

respectively. (f1) and (f2) demonstrate the line profiles from one of two adjacent 

nanochannels by the DM software, respectively, the widths of the dashed-line frames 

represent the spacing of two adjacent nanochannels, insets: typical images of the spacing 

measurements based on the line profiles. 

 

 

 

 

 

 

 

(f1) 

(f2) 
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5. Reflection spectra of the top and the bottom surfaces of the truncated conical 

nanochannels in the as-prepared AAO membrane 

 

 

 

 
 

Fig. S5. Reflection spectra of the top and the bottom surfaces of the as-prepared 70 m thick 

AAO membrane by using a UV-Vis-NIR spectrophotometer with an integrating sphere 

(PerkinElmer Lambda 750S).  
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6. Current density with anodization time at the self-ordering growth 
(steady-state) process 
 
 
 

 
 
Fig. S6. Curve of the current density with the anodization time during the self-ordering growth 

of the AAO membranes (under the anodization voltage of 40 V at 13 C). 
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7. Plot the experimental data of current density at different anodization 

temperatures 

 
 
 

 
 
Fig. S7. Current density during the anodization process with the electrolyte temperature and 

the fit curve according the equation (3) in the text. The fitted results are 51045.1 Oi , 

81000.1 Mi , 3300 , 4800 . 
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8. Etching as-prepared through-channel AAO membranes based on the 

temperature gradient regime to achieve the nanochannels with cylindrical 

geometry 

 
The as-prepared through-channel AAO membranes through a drying treatment were 

floated on the surface of a 5 % H3PO4 solution (Fig. S8), where the H3PO4 solution 
was put in a petri dish that was partially immersed into a digital-control water bath 

with a temperature of 30 C by control of a heating element, the temperature of the 

bottom surface of the AAO membranes equals to that of the H3PO4 solution, which 
can be measured by a thermocouple fixed into the water bath. The digital-control 
water bath was put into a horizontal refrigerator with a surrounding temperature of 8 

C, the surrounding temperature can be controlled by the refrigerator, the temperature 

of the top surfaces of the AAO membrane exposed to the surrounding were measured 
by a mercury thermometer. The bottom surfaces of the membranes are in contact with 
the surface of the H3PO4 solution with a high temperature of 30 ºC by control of a 
constant temperature in a digital-control water bath, while the top surfaces are 
exposed to the surrounding with a low temperature of 8 ºC, this gives rise to a 
temperature gradient of the solution in the nanochannels from down to up based on a 
capillary phenomenon. In the case, the enlarging rate of the nanochannels on the 
bottom segment is larger than that on the top segment during the etching process, 
which results in the decrease of the original size deviation along the long axis of the 
nanochannels (Fig. 5a in the text). For the as-prepared through channel AAO 
membranes with different thicknesses (e.g., 27 μm, 60 μm, 70 μm and 93 μm), the 
etching time corresponds to 2 min, 5 min, 10 min and 40 min, respectively. 
 

 
 

Fig. S8. Schematic illustration of the setup of the etching method based on the temperature 

gradient regime. 
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9. Morphologies and size distributions of the top and the bottom nanochannels in 

the through-channel AAO membranes formed at the constant voltage of 40 V 

and different electrolyte (anodization) temperatures 

   

   

   

   

(a2) (a1) 

(b2) (b1)   

(c1)  (c2)  

(d1)  (d2)  
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Fig. S9. SEM images of the top and bottom surfaces of the through-channel AAO membranes 

formed at the constant voltage of 40 V and different anodization temperatures, all of the 

through-channel membranes are not through any etching treatment. (a1), (a2) Top and bottom 

surfaces of a 27 μm thick membrane prepared through the second anodization at the constant 

temperature of 0C for 660 min, respectively. (b1), (b2) Top and bottom surfaces of a 60 μm 

thick membrane prepared at 11C for 720 min, respectively. (c1), (c2) Top and bottom 

surfaces of a 70 μm thick membrane prepared at 13C for 640 min, respectively. (d1), (d2) 

Top and bottom surfaces of a 93 μm thick membrane prepared at 17C for 660 min, 

respectively. 

    

    

    

    
Fig. S10. Size distribution histograms of the top and bottom nanochannels in the 

corresponding through-channel AAO membranes shown in Fig. S9. 

37.6±4.1 nm   30.9±2.0 nm   

31.6±2.3 nm   

61.5±2.7 nm   32.6±2.2 nm  

(a1) 

(c1) 

(a2) 

(d1)  

43.7±3.0 nm    

49.3±2.2 nm   33.3±1.7 nm  

(b1) 

(c2) 

(b2) 

(d2) 
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10. Reducing the size difference between the top and the bottom nanochannels in 

the AAO membranes by an effective etching method based on the temperature 

gradient regime 

   

   

   

   

(a1) (a2) 

(b1) (b2) 

(d1) (d2) 

(c1) (c2) 
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Fig. S11. SEM images of the top and the bottom surfaces of the AAO membranes by the 

etching method based on the temperature gradient regime. (a1), (a2) Top and bottom surfaces 

of the 27 μm thick membrane after the etching for 2 min, respectively. (b1), (b2) Top and 

bottom surfaces of the 60 μm thick membrane after the etching for 5 min, respectively. (c1), 

(c2) Top and bottom surfaces of the 70 μm thick membrane after the etching for 10 min, 

respectively. (d1)-(f1) Top surfaces of the 93 μm thick membranes after the etching for 10, 25, 

and 40 min, respectively, (d2)-(f2) Corresponding the bottom surfaces of the 93 μm thick 

membranes after the etching for 10, 25, and 40 min, respectively. 

 

 

    

(e1) (e2) 

(f1) (f2) 

37.7±3.1 nm   37.8±3.9 nm    
(a1) (a2) 
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Fig. S12. Size distribution histograms of the top and the bottom nanochannels in the AAO 

membranes shown in Fig. S11. 
 

 

41.9±2.1 nm   

72.3±2.4 nm   78.3±3.2 nm    

43.8±3.3 nm    

58.5±2.0 nm   69.6±4.8 nm    
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11. Comparisons of the voltage compensation method, and constant anodization 

voltage and subsequent temperature gradient etching method to fabricate the 

AAO membranes 

Consider the nanochannel size is linearly proportional to the anodization voltage 

during the anodization, Shang et al. proposed a voltage compensation method to 

fabricate the AAO membranes with uniform diameter of nanochannels (G. L. Shang et 

al. Mater. Lett. 110, 156-159 (2013)). Note that the voltage compensation method 

presents the essentially different aspects when comparing our constant anodization 

voltage and subsequent temperature gradient etching method: 

(a). Growth regimes of nanochannels in AAO membranes are entirely different 
   The growth regimes of the nanochannels in AAO membranes strongly depend on the 
anodization voltage. Furthermore, pore spacing, pore size and wall thickness are 
linearly proportional to the voltage during both mild anodization (MA) and hard 
anodization (HA) (W. Lee et al. Nat. Mater. 5, 741-747 (2006)). In typical MA 
processes, self-ordered arrays of alumina nanopores can be obtained within three 
self-ordering growth regimes: (1) sulphuric acid at 25V for an interpore distance 
(Dint)=63 nm, (2) oxalic acid at 40V for Dint=100 nm (W. Lee et al. Nat. Mater. 5, 
741-747 (2006)), and (3) phosphoric acid at 195V for Dint=500 nm, indicating the 
self-ordering growth regime represents the constant voltages during the anodization. 
   In our work, all of the AAO membranes were fabricated under the self-ordering 
regime: oxalic acid (H2C2O4) at 40 V. The subsequent etching of the self-ordered AAO 
membranes only tune the nanochannel size but do not change their spacing and the 
ordered arrangement. That is, our AAO membranes fabricated under self-ordering 
regime and subsequent etching method are self-ordered nanochannel arrays. 
   In contrast, for the voltage compensation mode, the voltage was gradually 
increased from 40 to 52 V during the anodization. Obviously, the growth method has 
deviated from the self-ordering growth regime. As a result, the formed AAO 
membranes are not self-ordered nanochannel arrays (the detail will be given in (b)). 
(b). Structures of the nanochannels in the AAO membranes fabricated by Shang’s 
method and our method are extremely different due to the two completely 
different growth regimes 
Firstly, in terms of the voltage compensation method 
   From the cross section SEM image (Fig. S13 from Shang’s paper), it is found that 
the spacing between the nanochannels in the AAO membrane fabricated by the voltage 
compensation method, obviously increases along the long axis of the nanochannels 
from about 102 nm on the upper layer marked with U, to about 120 nm on the middle 
layer marked with M, and then to about 134 nm on the under layer marked with L, this 
is because the nanochannel spacing in the AAO membranes formed under ordinary MA 
conditions is linearly dependent on the voltage with a proportionality constant of 2.5 
nmV−1 (W. Lee et al. Nat. Mater. 5, 741-747 (2006), Nat. Nanotechnol. 3, 234-239 
(2008).) One can clearly observe that the spacing displays remarkable increase from up 
to down. Additionally, the nanochannel density deceases from up to down along the 
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long axis. Since the nanochannel spacing continuously changes during the growth of 
the nanochannels from up to down with raising the anodization voltage gradually, the 
growth orientation is not coaxial, which results in a winding (not upright) growth of 
the nanochannels, especially the nanochannel structurers between the bottom and top 
sections are extremely different shown in the following surface SEM images, therefore, 
the nanochannel configuration is not cylindrical. That is, the cylindrical nanochannels 
cannot be fabricated by Shang’s method. 

 
Fig. S13. (a) SEM images of sample with the compensation voltage increased from 40 to 52 V. 
(b) Current–time curve and applied voltage. Reproduced from G. L. Shang et al. Mater. Lett. 
110, 156-159 (2013). 

 

Spacing: 102 nm 
Spacing: 120 nm 

Spacing: 134 nm 
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On the other hand, although SEM images of the surfaces of AAO membranes 
fabricated under the voltage compensation mode were not given in the Shang’s paper, 
we have supplemented the experimental data based on the voltage compensation 
method. Figs. S13(a1) and S13(a2) correspond to SEM images of the top and bottom 
surfaces of AAO membranes when the anodization voltage increases from 40 V to 52 V 
with a scan rate of 40 mV/min during the second anodization, it is clearly observed 
that the nanochannels on the top section (corresponding to the starting voltage of 40 V) 
basically keep the ordered arrangement, however, the ordered arrangement of the 
nanochannels on the bottom section (corresponding to the ending voltage of 52 V) has 
been damaged substantially (Fig. S14(a2)), especially, the majority of pores grown on 
the bottom surface are not regular as compared with those formed on the top surfaces, 
which further confirms that the whole nanochannels are not cylindrical. The 
supplemented experiments unambiguously testify that the uniform nanochannel 
diameter cannot be obtained by the voltage compensation method owing to breaking 
the self-ordering growth regime with the irregular shape of the nanochannels. 
Furthermore, to study the effect of voltage on the nanochannel structures, we have 
fabricated the AAO membranes by the voltage compensation from 40 V to 60 V. It is 
found the self-ordered arrangement of the nanochannels on the bottom surface has been 
damaged completely (Fig. S14(b2)), also most of the pores on the bottom surface 
present irregular shape. 

   

   
Fig. S14. SEM images of the AAO membranes fabricated by the voltage compensation 
method. (a1), (a2) Top and bottom surfaces for the voltage changing from 40 V to 52 V; (b1), 
(b2) Top and bottom surfaces for the voltage changing from 40 V to 60 V. 

 

Top surface: 40 V Bottom surface: 52 V 

Bottom surface: 60 V 

(a1) (a2)   

(b2) (b1)   Top surface: 40 V 
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Secondly, in terms of our work, the AAO membranes were fabricated by the 
self-ordering regime with the constant voltage of 40 V.     
   Statistic measurements of 300 nanochannel spacings on the top and bottom 
surfaces in the AAO membrane formed by the self-ordering growth (Fig. S4), 
illustrate the average spacing is constant (102.5 nm). Figs. S15(a1) and S15(a2) 
display SEM images of the top and bottom surfaces of the as-prepared self-ordered 
AAO membrane (reproduced from Fig. S10). While Figs. S15(b1) and S15(b2) 
illustrate SEM images of the top and bottom surfaces of the same AAO membrane 
after the temperature gradient etching (reproduced from Fig. S10). It is observed the 
nanochannel size on the bottom surface (Fig. S15(a2)) is much smaller than that on 
the top surface (Fig. S15(a1)), but the spacing between adjacent nanocnanels on the 
bottom surface is the same as that on the top surface, indicating the growth orientation 
of the nanochannels is coaxial with upright nanochannels. After the temperature 
gradient etching, the nanochannel size on the bottom surface (Fig. S15(b2)) is equals 
to that on the top surface (Fig. S15(b1)), also the nanochannel spacings on both the 
bottom and top surfaces are constant after the etching. So, the cylindrical 
nanochannels can be achieved by the temperature gradient etching of the truncated 
conical nanochannels. also, the nanochannels fabricated by the self-ordering growth 
regime and subsequent temperature gradient etching, exhibit hexagonally self-ordered 
arrangement with regular nanochannels. 

   

   
Fig. S15. SEM images of the AAO membrane fabricated by the self-ordering growth at the 
constant voltage of 40 V. (a1), (a2) Top and bottom surfaces of the as-prepared AAO 
membrane; (b1), (b2) Top and bottom surfaces via the temperature gradient etching. 

 

(a1) (a2)   

(b1)  Top surface after etching Bottom surface after etching 

Top surface before etching Bottom surface before etching 

(b2) 
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The following table lists the comparisons of the nanochannels: one is the self-ordered 
AAO membranes fabricated by our constant anodization voltage method 
(self-ordering growth regime) and the subsequent temperature gradient etching, the 
other is the AAO membranes fabricated by the voltage compensation mode (non 
self-ordering growth regime) reported by Shang et al. 

Comparison of parameters Self-ordering growth 
regime 

Non self-ordering 
growth regime 

Anodization voltage Constant (40 V) Variable (increasing 
from 40 V to 52 V) 
 

Spacing of nanochannels (Dint) Constant (102.5 nm) Variable (from 102 nm 
to 134 nm) 

Arrangement of nanochannels Self-ordered 
nanochannel arrays 

Disordered 
nanochannel arrays (on 
the bottom surface) 

Growth orientation of nanochannels Coaxial growth Non-coaxial growth 

Configurations of nanochannels High regular shape 
(upright 
nanochannels)  

Truncated conical 
nanochannels in 
as-prepared AAO 
membranes 

Cylindrical 
nanochannels via the 
etching based on the 
temperature gradient 
regime 

Irregular shape   
(winding nanochannels)  

Non-cylindrical 
nanochannels under the 
non-coaxial growth 

Density of nanochannels Constant ሺ1.1 ൈ
10ଵ଴𝑐𝑚ିଶሻ 

 ቀ ଶ

√ଷ஽೔೙೟
మ ൈ

10ଵସ𝑐𝑚ିଶቁ 

Variable (cannot be 
calculated statistically 
due to the disordered 
arrangement of 
nanochannels) 
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