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 We fabricated black Ge with numerous needlelike microstructures by SF6/O2- and C4F8-
based deep reactive ion etching and measured the regular reflectance in the ultraviolet-to-near-
infrared range, thermal radiation properties, and electrical resistance for electrode applications. 
The	regular	reflectance	of	black	Ge	was	very	low	in	the	range	of	250	nm–2.5	μm.	The	emissivity	
of the black Ge surface was observed to be the same as that of a carbon plate. We found that the 
scallops on the sidewalls of the microstructures also contributed to the low reflectance. 
Furthermore, the black Ge electrode had a lower resistance than a planar Ge electrode. The black 
Ge electrode, which has an increased surface area of  Ge with numerous needlelike 
microstructures, has high emissivity, antireflectivity and low resistance, and we consider that it 
is useful for application to device fabrication utilizing these properties.

1. Introduction

 Renewable energy is a particularly active field of research today, which is pursued to meet 
the rising energy needs of society and to solve global energy problems. The use of renewable 
energies, such as solar, wind, tidal, and thermal energies, has recently attracted considerable 
attention(1–4) owing to both environmental and resource issues. Among these renewable 
energies, we focus on thermal energy. Efficient and low-cost thermal energy-harvesting systems 
such as semiconductor-sensitized thermal cells (STCs)(5–13) have been proposed as a new thermal 
energy conversion technology based on dye-sensitized solar cells.(14,15) STCs generate electricity 
by the redox reactions of electrolyte ions with thermally excited carriers in semiconductors. 
Germanium (Ge) is often used as a semiconductor because it has a band gap of about 0.7 eV and 
generates a large amount of thermally excited charge even at relatively low temperatures around 
80	℃.	The	Ge–STC	shows	 its	 stable	battery	 characteristics	 owing	 to	 the	polymer	 electrolyte	
including CuCl and CuCl2 as electrolyte ions. The energy conversion efficiency of STCs has 
been	 reported	 to	 be	 9.2%	 at	 approximately	 90	℃.(7) Since STCs generate electricity through 
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chemical reactions at the interface of the electrode and electrolyte, having a high specific surface 
area for the electrode enhances the current acquisition. Additionally, properties such as high 
emissivity and antireflection due to increased surface area help confine thermal energy within 
the semiconductor electrode, leading to the efficient generation of thermally excited carriers in 
the semiconductor. The fabrication of microstructures on the electrode surface is an effective 
method of increasing the surface area. The fabrication of a black Si structure whose surface is 
covered with numerous microstructures is one method of increasing the surface area.(16–21) The 
microstructures on the surface of black Si are many microneedles with high aspect ratios. 
Similarly, covering the Ge surface with numerous microstructures is also an effective method of 
increasing the surface area. There have been examples of black Ge fabrication using gases such 
as SF6/O2, SF6/C4F8, Cl2, and SF6/CHF3.(22–26) The fabrication of high-aspect-ratio needlelike 
structures by etching is expected to be achieved under similar process conditions as the etching 
of narrow trenches with high aspect ratios. Previously, we reported a method of etching narrow 
trench structures in Si by SF6/O2- and C4F8-based deep reactive ion etching.(22) We expect that 
the same manner can be demonstrated for the microfabrication of black Ge. There have been 
several reports on the reflectivity of such black Ge measured by the total reflection, but since 
black Ge has many high aspect ratio beam structures, it is necessary to measure the regular 
reflectivity as well. However, there are few reports on the positive reflectance of black Ge.
 In this study, we report the fabrication of black Ge consisting of numerous needlelike 
microstructures with scalloped sidewalls by SF6/O2- and C4F8-based deep reactive ion etching 
(RIE). We measured the emissivity of black Ge. Furthermore, the scallop depth and chemical 
composition of the etched sidewalls were analyzed by atomic force microscopy (AFM) and 
energy-dispersive X-ray spectroscopy (EDX), respectively. We also measured the reflectance of 
black Ge, the angle dependence of the regular reflectance of black Ge in the range of 250 nm–2.5 
µm, and the dependence of the scallop depth of the microstructure sidewalls. Finally, to 
investigate the electrical properties of black Ge, an experiment was performed using an 
electrolyte and a platinum. 

2. Experimental Methods

	 Figure	1	shows	a	schematic	of	the	deep	RIE	setup	(SPP	MUC21-HRMX:	chamber	size,	ϕ340	
mm;	electrode	size,	ϕ200	mm)	equipped	with	a	switching	system	with	SF6 and O2 as the etching 
gases and C4F8 as the passivation gas used in this experiment. A 1-mm-thick n-type Ge (111) 
substrate	 was	 used	 as	 a	 sample,	 which	 was	 placed	 on	 a	 ϕ200	 mm	 aluminum	 tray.	 The	
microstructure of the sample fabricated by deep RIE was observed by SEM (Hitachi High-Tech 
FlexSEM1000II) and AFM (Hitachi High-Tech AFM500II). The chemical composition of the 
microstructures was analyzed by EDX (OXFORD Instruments AZtechOne). Infrared images of 
the samples were taken using an infrared thermographic camera (FLIR THI-501AJ). The 
reflectance of the samples was measured using a spectrophotometer (SHIMADZU SolidSpec 
3700DUV). To smooth the scallops of the sidewall of microstructures of black Ge for 
comparison, O2 plasma treatment was performed with RIE (SAMCO RIE-10NR). 
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3. Results and Discussion

3.1 Microfabrication and analysis of microstructure surface of black Ge

 To fabricate black Ge microstructures by dry etching, numerous micromasks are required, 
and it is difficult to fabricate micromasks for large areas by electron beam lithography. However, 
it is easy to fabricate micromasks using fluorocarbons generated in the plasma used in the 
deposition process. In deep RIE, the deposition of the passivation film and etching are switched 
repeatedly. In the first cycle, C4F8 plasma forms a fluorocarbon polymer as a passivation layer. 
In the subsequent etching step, the polymer is removed by SF6/O2 plasma and the Ge surface is 
isotropically etched. The remaining polymer tends to form into several clusters. These clusters 
become micromasks for the formation of microstructures. Needlelike microstructures are 
formed by repeated switching between deposition and etching. The deep RIE conditions for 
black Ge fabrication are shown in Table 1.
 Figure 2(a) shows a top-view photograph of samples at different process times. The Ge 
surface lost its luster after 5 min and became gray after 15 min and almost black after 30 min. 
The Ge surface changed to gray again after 45 min. Figure 2(b) shows 45°-tilted SEM images of 
the microstructures on the Ge surface at different process times. The heights of the 
microstructures were estimated to be 7 µm after 5 min, 20 µm after 15 min, and 40 µm after 30 
min. The microstructures were completely removed after 45 min. Figure 2(c) shows the 
microstructure height and etching depth as functions of process time. Owing to mask erosion in 
the etching step, the microstructure height was smaller than the etching depth.
 Next, the emissivity of black Ge was investigated by infrared thermography. Infrared images 
were	taken	during	heating	on	a	hot	plate	at	90	℃.	In	this	image,	the	emissivity	ε	was	set	to	0.95.	
The	samples	were	1-mm-thick	ϕ15	mm	Ge	substrates	cut	into	quarters,	planar	Ge	(ε = 0.6), black 
Ge, and black body tape (ε	=	0.95)	on	planar	Ge.	The	samples	were	placed	on	a	ϕ120	mm	carbon	

Fig. 1. Schematic of Deep-RIE to fabrication of black Ge.
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plate (ε = 0.85). Figure 3 shows an infrared image obtained when the temperature of the black 
body	tape	was	85.8	℃.	The	temperatures	of	all	 the	samples	should	be	the	same;	however,	 the	
surface of planar Ge was observed to exhibit the lowest temperature. The emissivity of black Ge 
fabricated by deep RIE was higher than that of planar Ge. It is considered that the displayed 
temperatures of these samples indicate a difference in emissivity. As can be seen from Fig. 3, the 
emissivity of black Ge is about the same as that of the carbon plate. Therefore, we believe that 
the emissivity can be increased by the fabrication of a microstructure as black Ge.
 Figure 4 shows the AFM image and line profile of the sidewalls of the microstructures. The 
surface of the microstructures has a regularly scalloped figure. In this experiment, the scallop 
depth was about 200 nm and the scallop pitch was about 220 nm. The scallop depth was 
approximately equal to the etching depth per cycle, and the sidewalls were also isotropically 
etched. Scallops are formed on the sidewalls of the microstructures as a result of the switching 
between deposition and isotropic etching.  
 We analyzed the chemical composition of the sidewalls of the microstructure by EDX. To 
simplify the measurements, EDX analysis was performed on a broken microstructure. The 

Table 1
Summary of deep RIE conditions.

Processing step Gas Flow rate 
(sccm) Pressure (Pa) ICP-RF (W) Bias-RF (W) Cycle time (s)

Deposition C4F8 90 2 1500 20 5
Etching SF6/O2 200/20 4 2200 40 5

Fig.	2.	 (Color	online)	(a)	Top-view	photograph	of	samples	at	different	process	times.	(b)	45°-tilted	SEM	images	of	
samples	at	different	process	times.	(c)	Etching	depth	and	microstructure	height	as	functions	of	process	time.

(a)

(b) (c)
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analysis	point	of	the	microstructure	is	shown	in	Fig.	5(a).	The	microstructure	was	about	2	μm	in	
diameter except at its tip. As shown in Fig. 5(b), when the acceleration voltage was set to 10 kV 
and the spot size was about 10 nm, the X-ray generation region in this EDX analysis was 
estimated to be 0.7 µm from Castaing’s equation.(27) We analyzed the atomic ratios of Ge, F, C 
and O. The atomic ratios of F and O were below the limit of measurement. The atomic ratios of 
C	were	 34,	 29,	 and	 25%	 at	measurement	 points	 10	 μm	 (upper),	 20	 μm	 (middle),	 and	 30	 μm	
(bottom), respectively, from the tip of the microstructure. The trend for the carbon-rich surface 
was the same as that for the sidewalls of a high-aspect-ratio Si narrow trench in our previous 
report.(22) We found that the carbon-rich surface on scallops is effective as a passivation film to 
protect the sidewalls from etching by fluorine radicals for the formation of a high-aspect-ratio 
microstructure.

3.2	 Measurement	of	reflectance	of	black	Ge

	 The	reflectance	of	the	black	Ge	surface	was	measured	in	the	UV-to-NIR	(250	nm–2.5	μm)	
region using photomultiplier tubes (250–850 nm), InGaAs cells (850 nm–1.65	μm),	and	Pbs	cells	
(1.65–2.5	μm)	as	detectors.	Data	at	around	the	wavelength	of	850	nm	were	excluded	because	the	
correct reflectance cannot be measured owing to the switching of the detector. The total 
reflectance spectra of black Ge and planar Ge are shown in Fig. 6(a). Up to a wavelength of 1.4 
μm,	 the	 reflectivity	was	around	2%,	 increasing	 to	only	20%	at	1.8	μm.	The	 total	 reflectivity	
increased	 above	 1.55	 μm.	 Figure	 6(b)	 shows	 the	 regular	 reflectance	 spectra	 of	 black	Ge	 and	
planar Ge. The angle of the incident light was 5°. The regular reflectance of the fabricated black 
Ge was extremely low in the UV-to-near-infrared region up to a wavelength of 2.5 µm. The 
reflectivity of black Ge was dominated by light scattering and light absorption within the 
microstructures. There was no significant difference between the total reflectance and regular 
reflectance of planar Ge. In the measurement of the total reflectance, the reflectance included 
diffuse reflection, i.e., the reflectance of the side of the needlelike microstructure was also 

Fig. 3. (Color online) Infrared image of samples on 
carbon hot plate. 

Fig.	4.	 (Color	online)	AFM	image	and	line	profile	of	
the scallop of the sidewalls of the microstructures.
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measured. On the other hand, in the regular reflectance measurement, the reflectance seen from 
the front of the needlelike microstructure was measured and considered to be suitable for 
evaluating the reflectance of black Ge. 

Fig. 5. (a) Point of microstructure analyzed by EDX (top view). (b) Schematic of X-ray generation area of the cross 
section of a microstructure.

Fig.	6.	 (Color	online)	(a)	Total	and	(b)	regular	reflectance	spectra	of	black	Ge	and	planar	Ge.

(a) (b)

(a) (b)
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 By regular reflection measurements, the angular dependence of the reflectance of the 
needlelike microstructure of black Ge can also be measured. Figure 7(a) shows the incident angle 
dependence of the black Ge reflectance. Measurements were conducted at incident angles of 5, 
15, and 30°. When the incident angle increased, the reflectance decreased. The measured 
reflectance was below 1% in the wavelength range lower than the bandgap energy.  It is deduced 
that the reflectance increased owing to the light scattering in the wavelength range of above 1550 
nm.(23)  Figure 7(b) shows the schematic needlelike microstructures of the black Ge surface. The 
shape of the microstructure is tapered, and its tip is thin like a needle. Figure 7(c) shows a 
schematic of the model of light traveling in the scallops on the sidewall of the needlelike 
microstructure. In Fig. 7(c), light with a small incident angle of 5° is reflected at the scallop tip 
and reaches the detector, whereas light with a large incident angle of 30° is reflected at the 
scallop tip and travels inside the scallop and cannot reach the detector. In other words, the 
reflectance is expected to be lower at the angle of incidence of light of 30° to the scallops of 
black Ge.  
 Next, we investigated the dependence of the reflectance on the scallop depth of the sidewalls 
of the microstructures. As mentioned in Sect. 3.1, the sidewalls of the microstructures are 
covered with carbon. Therefore, we considered that the scallop depth of the sidewalls of the 
microstructures can be made smaller by O2 plasma treatment.(28) O2 plasma treatment was 
carried out in the RIE system. Figure 8(a) shows SEM images of black Ge obtained before and 
after 10 min of O2 plasma treatment. It can be seen that the sidewalls of the microstructures were 
smoothed by O2 plasma treatment. Figure 8(b) shows the AFM line profile of the sidewalls of the 

Fig.	7.	 (Color	online)	(a)	Angular	dependence	of	black	Ge	reflectance.	(b)	Schematic	of	microstructures.	(c)	Model	
of	angular	dependence	of	reflection	on	the	scallop.	

(a)

(b) (c)
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microstructures smoothed by O2 plasma treatment. The depth of the scallop of the sidewalls of 
the microstructures was 200 nm, which was reduced to approximately 100 nm by O2 plasma 
treatment. Figure 8(c) shows the reflectance spectra of black Ge obtained before and after O2 
plasma treatment. The reflectance of black Ge with O2 plasma treatment was slightly higher than 
that without the treatment. We believe that scallops of the sidewalls of microstructures also 
contribute to the decrease in the reflectance of black Ge. 

3.3 Measurement of resistance of black Ge electrode

 Finally, to investigate the electrical properties of black Ge, the electrical resistance of black 
Ge was compared with that of planar Ge using an electrolyte and Pt. Figure 9(a) shows a 
photograph of the Ge and Pt electrodes used in this experiment. The Ge electrodes were 
fabricated	on	each	surface	of	a	ϕ35	mm	Ge	substrate	with	a	thickness	of	1.5	mm	cut	into	four	

Fig. 8. (Color online) (a) SEM images of black Ge obtained before and after O2 plasma treatment. (b) AFM line 
profiles	of	the	scallops	of	the	sidewall	of	black	Ge	obtained	before	and	after	O2	plasma	treatment.	(c)	Reflectance	
spectra of black Ge obtained before and after O2 plasma treatment. 

(a)

(b)

(c)
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pieces. Planar Ge was fabricated by covering the Ge substrate with Kapton® tape (t = 50 µm) 
with	a	ϕ6	mm	hole.	The	black	Ge	electrode	was	fabricated	by	covering	the	Ge	substrate	with	
Kapton	tape	with	a	ϕ6	mm	hole	and	etching	it	by	deep	RIE.	As	mentioned	above,	the	surface	of	
black Ge after deep RIE is carbon-rich, and black Ge immediately after etching was used in this 
experiment. The Pt electrode was deposited by sputtering on a 50-µm-thick polyimide sheet. 
Figure 9(b) shows a schematic of the electrical resistance measurement setup using the samples 
in Fig. 9(a). The electrolyte was made by mixing NaCl and glycerin in 1:1 ratio. The electrolyte 
was filled into the hole of the Kapton tape on the Ge electrode, and it was sandwiched between 
the Ge electrode and the Pt electrode. The electrical resistance between the Ge electrode and the 
Pt electrode was measured by applying a tester pin. Table 2 shows the electrical resistance of this 
measurement system when the black and planar Ge electrodes were used. The resistance when 
the black Ge electrode was used was about 30% lower than that when the planar Ge electrode 
was used. This reduction in electrical resistance is considered to be due to the increase in the 
area of Ge in contact with the electrolyte.(29) However, this reduction in resistance may not be 
solely due to the effect of increasing the surface area, since other factors, such as the difference 
in electrical conductivity between Ge and carbon, may also be involved. We would like to study 
further details in the future.

4. Conclusions

 We demonstrated the microfabrication of black Ge by SF6/O2- and C4F8-based deep RIE. The 
surface of Ge was etched by deep RIE to numerous needlelike microstructures that had scallops 
on the sidewall. In the measurement with an infrared thermometer, the emissivity of the surface 
of black Ge was found to be higher than that of planar Ge and the same as that of a carbon plate. 
In addition, the regular reflectance of black Ge was extremely low from the ultraviolet region to 
the near-infrared region. The shape of the scallop of the sidewall of the microstructures of black 

Fig. 9. (Color online) (a) Top view of Ge and Pt electrodes on the polyimide sheet. (b) Schematic of the resistance 
measurement of Ge and Pt cells. 

Table 2
Comparison of resistances of black Ge electrode and planar Ge electrode. 
Electrode Planar Ge Black Ge
Resistance	(kΩ) 82 58

(a) (b)
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Ge also contributed to the low reflectivity. Also, the electrical resistance of the black Ge 
electrode was about 30% lower than that of the planar Ge electrode. From these experiments, we 
believe that black Ge with high emissivity, antireflectivity, and low resistance is useful for 
improving the performance of electrical and thermal devices such as STCs.
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