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[57] ABSTRACT 

This invention relates to a vitreous semiconductor 
comprising at least one metal and at least one r10n~ 
metal which is solid at room temperature, the semi 
conductor having at least 0.5 atomic percent metal 
and a greater than stoichiometric percentage of non 
metal. The invention also relates to a method for pro 
ducing such semiconductors by co-evaporating the 
metal and the non-metal and simultaneously quench 
ing said metal and said non-metal onto a substrate 
held at a temperature below the condensation point of 
either component. 

2 Claims, 4 Drawing Figures 
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PHOTOSENSITIVE ELEMENT EMPLOYING A 
VITREOUS BISMUTI-l-SELENIUM FILM 

BACKGROUND OF THE INVENTION 

This application is a continuation-in-part of copend 
ing application Ser. No. 798,750, ?led Feb. l2, I969, 
now adandoned, which is a continuation-in-part of ap 
plication Ser. No. 674,267, now US. Pat. 3,627,573, 
?led Oct. 10, 1967, which is a continuation-in-part of 
application Ser. No. 550,225, ?led May l6, I966, now 
abandoned, in the names of John Schottmiller, Francis 
Ryan and Charles Wood. 
This invention relates to semiconductors or semiin 

sulators and in particular to a system utilizing new vite 
ous semiconductors. 

Two common semiconductors are highly puri?ed sili 
con and germanium with slight traces (parts per million 
or billon) of selected impurities and/or crystal imper 
fections being present to modify or change the semi 
conductor properties. 
These impurities cause either loosely bound elec 

trons that can move or carry some current or the impu 
rities remove electrons from their normal place in the 
lattice and so form a “hole” which can be filled by an 
adjacent electron whose movement creates a new hole 
which in turn is ?lled. The resulting movement of the 
hole is equivalent of electrical conduction in a direc 
tion opposite to that occurring when electrons move. 
Some of the more important semiconductor materials 
include silicon, germanium, selenium, cuprous oxide 
(CuZO), lead sulfide, silicon carbide, lead telluride, and 
other compounds. Typical semiconductor applications 
are for use in recti?ers, modulators, detectors, thermis 
tors, photocells, transistors, and electrical circuits. 
As shown above, it can be seen that semiconductors 

may be made up of single elements or may consist of 
various compounds exhibiting semiconductive proper 
ties. 

The preparation of known semiconductor involve of 
necessity, carefully controlled processing steps such as 
special melt techniques in crystal growth, epitaxial de 
position, involved doping techniques, etc. Such highly 
controlled processes add to the cost of the ?nal prod 
uct. There is, therefore, an ever present need for new 
semiconductor materials which yield a wider range of 
desirable electrical properties and yet may be simply 
and economically manufactured. 

OBJECTS OF THE INVENTION 

It is, therefore, an object of this invention to provide 
a new class of semiconductors which overcome the 
above noted disadvantages. 

It is another object of this invention to provide an im 
proved process for producing thin layers of materials 
having improved electrical characteristics. 

It is further object of this invention to provide an im 
proved system for producing thin ?lms of materials 
having improved electrical characteristics. 

It is yet another object of this invention to provide a 
new class of vitreous semiconductors having desirable 
photoconductive properties. 

It is another object of this invention to provide a new 
class of vitreous semiconductors having enhanced elec 
trical characteristics. 

It is a further object of this invention to provide a bis 
muth-selenium semiconductor having enhanced elec 
trical characteristics. 
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SUMMARY OF THE INVENTION 

The foregoing objects and others are accomplished in 
accordance with the present invention by providing a 
method of forming new vitreous semiconductors hav 
ing a wide range of compositions by co~evaporating at 
least one metal and at least one non-metal onto a sub 
strate held at a temperature below the condensation 
point of either component. This substrate temperature 
will be substantially lower than either source tempera 
ture. By quenching the vapor of the components onto 
such a substrate, the different atoms are randomly 
mixed to form a continuous homogeneous non~ 
crystalline ?lm on said substrate, said ?lm normally 
having greater than stoichiometric proportions of the 
non-metal component. The present invention is in con 
trast to Cameron (U.S. Pat. No. 2,932,599) who dis 
closes a vapor quenching process in which the substrate 
is maintained at a temperature above the condensation 
point of the non-metal. Cameron, therefore, cannot 
produce semiconductive materials having a greater 
than stoichiometric amount of the non-metal. Cameron 
characterizes his material as a reaction product and a 
compound thereby supporting the view that semicon 
ductive materials having greater than stoichiometric 

‘ proportions of non-metal are not produced. 
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The materials of this invention can best be described 
as vitreous semiconductors or semi-insulators. These 
materials possess electrical properties different from 
the components taken separately, or combined in stoi 
chiometric amounts. X-ray diffraction patterns of these 
materials are of the so-called vitreous or non 
crystalline type. These vitreous semiconductors may be 
described as thermodynamically metastable, although 
they possess a high degree of phenomenological stabil 
ity and retain their structure at relatively high tempera 
tures. In some instances, the crystallization tempera 
ture of these vitreous semiconductors is higher than ei 
ther component alone. 
This new class of semiconductors comprises elements 

selected from at least one solid or liquid metal and at 
least one solid non-metal. Typical metals include cad 
mium, zinc, gallium, lead, thallium, neodymium, cop 
per, silver, manganese, aluminum, bismuth, indium and 
antimony. Typical non-metals include selenium, boron, 
arsenic, carbon, phosphorus, sulphur and tellurium. 
These ?lms may be formed in any convenient thick 

ness. Although thicknesses of several hundred ang 
stroms may be formed, ?lms ranging from about 1,000 
up to 200 microns and higher, are most suitable for 
semiconductor applications. 

BRIEF DESRIPTION OF THE DRAWINGS 

The advantages of this method will become apparent 
upon consideration of the following disclosure of the 
invention, especially when taken in conjunction with 
the accompanying drawings wherein: 
FIG. 1 illustrates one embodiment of an apparatus 

for preparing thin ?lms of vitreous semiconductors in 
accordance with this invention. 
FIG. 2 illustrates a second embodiment of an appara 

tus for preparing thin ?lms of vitreous semiconductors 
in accordance with this invention. 
FIG. 3 graphically illustrates xerographic gain which 

is plotted as a function of wavelength for bismuth 
selenium ?lms. 



3,884,688 
3 

FIG. 4 graphically illustrates sensitivity plotted as a 
function of composition for bismuth-selenium films. 

in FIG. 1, bell jar 10 rests on support plate 11 con 
taining vacuum line 12 and control valve 13. Resis~ 
tance heating circuits l4 and 15 are employed to heat 
evaporation crucibles l6 and 17 containing evapora 
tion samples 18 and 19, respectively. A support 20, 
containing a water cooled base 21, is provided with 
water cooling means 22. The substrate 23, which is to 
be coated, is supported on the water cooled base 21. 
An aluminum mask 24, is hinged to base 21, and is 
adapted to overlay substrate 23 (as shown in dotted 
lines) to effectively mask the substrate until evapora 
tion samples 18 and 19 are heated to a suitable temper 
ature. 
The metal and non-metal are each placed in separate 

inert crucibles such as quartz or tantalum. In control 
ling the evaporation of the components, it is generally 
desirable to maintain the temperature of said compo 
nents at between their melting point and boiling point. 
Thus, for example, in forming a cadmium-selenium 
amorphous film, containing about 20 percent cadmium 
and 80 percent selenium,'a temperature of about 217°C 
for selenium and about 322°C for the cadmium was 
found suf?cient. To increase the amount of selenium in 
the ?lm, the temperature of the cadmium container 
lowered. To increase the amount of cadmium in the 
?lm, the above temperature changes would be re 
versed. Where a very slow rate of evaporation is de 
sired, the evaporation temperature of one or both com 
ponents may be maintained at a temperature below 
their melting point. 
The vacuum chamber is maintained at a vacuum of 

about 2 X 10"5 to 2 X 10'8 Torr, although vacua above 
and below this range can also be used satisfactorily. 
Under the above conditions, a ?lm thickness of about 
5 to 30 microns is obtained when evaporation is contin 
ued for a time ranging from about 1 to 3 hours at a vac 
uum of about 2 X 10‘5 Torr. It can be seen that the 
amount of a particular component in the vitreous ?lm 
is primarily dependent upon the amount of metal or 
non-metal evaporated which is source temperature de 
pendent. lt should be noted that the vitreous ?lm may 
also be formed under non-vacuum conditions such as 
by vapor transport or sputtering. 
The vitreous semiconductor ?lms may be formed on 

any suitable substrate whether it be conductive or insu 
lating. Typical conductive substrates are brass, alumi 
num, stainless steel, conductively coated glass or plas~ 
tic, etc. A particularly satisfactory conductive substrate 
comprise a partially transparent tin oxide coated glass 
sold under the tradename NESA glass and available 
from the Pittsburgh Plate Glass Company. Typical insu 
lators are quartz, Pyrex, mica, polyethylene, etc. 

in FIG. 2 a bell jar or vacuum chamber 30 rests on 
support plate 31 and contains a vacuum line 32 and 
control valve 33. A resistance heating circuit 34 is em 
ployed to heat crucible 35 which is supported near the 
bottom of the bell jar. A special mechanism designed 
for delivery of a premixed alloy powder comprises a 
chute 36 having a water cooled jacket 37 connected to 
water inlet 38 and outlet 39 and having a control value 
40. At its upper end, chute 36 is connected to a storage 
funnel 41 containing a rotating screw mechanism 42. A 
substrate 43, which is to be coated, is positioned within 
the vacuum chamber against a water cooled backing 44 
provided with water cooling means 45. The water 
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4 
cooled backing is provided with supports 46 which also 
support water cooling means 45 and substrate 43. 

In operation, storage funnel 4i and screw mechanism 
42 operate to deliver a pre-alloyed powder 46 through 
chute 36 by rotating screw mechanism 42 through the 
use of a motor or other power means, not shown. The 
alloy powder is moved through the storage funnel to 
water cooled chute 36 along the threads of the rotating 
screw. The tip of chute 36 is supported about an inch 
above crucible 35 which is heated by heating circuit 34. 
The alloy powder is evaporated by dropping it at a con 
trolled rate through chute 38 into crucible 35 which is 
controlled at an elevated temperature. The alloy pow 
der particles are evaporated instantaneously as they hit 
the hot crucible and thus avoid the problem of fraction 
ation which commonly occurs when two or more ele 
ments are evaporated simultaneously. The vacuum 
conditions, water cooling means, substrate materials 
and temperatures, etc., are substantially the same as 
those de?ned in the description of the apparatus of Fig. 
l. 
semiconducting compounds are generally composed 

of combinations of a metal with a non-metal. ln delin 
eating the boundary between metals and non-metals, 
the line drawn diagonally through the periodic table, 
known as the Zintl border, serves to differentiate the 
metals from the non-metals. In this invention at least 
one element is taken from each side of this line, with 
the non-metal being solid at room temperature and the 
deposited materials being characterized in that they are 
non-stoichiometric. Although crystalline compound 
semiconductors may be capable of small deviations 
from stoichiometry, the vitreous materials of the pres— 
ent invention can have wide deviations on the side of 
stoichiometry which has excess non-metal. That is, by 
properly controlling the respective evaporation rates 
and by holding the substrate at a temperature below the 
condensation point of either component, and particu 
larly below the condensation point of the non-metal, 
excess non-metal (i.e. more than a stoichiometric 
amount) is deposited in a thin semiconductive layer. 
Prior to this invention vitreous semiconductive materi~ 
als of this type, especially those having a substantial but 
less than stoichiometric percentage of metal, could not 
be prepared. 
The structure of the materials of this invention are in 

the glassy rather than the crystalline state. The struc 
ture is characterized by the absence of intermediate or 
long-range-order. X-ray diffraction patterns are of the 
so-called vitreous or non-crystalline type. These com 
pounds cannot normally be prepared as glasses (cooled 
from the melt) and there is no report of vitreous mate 
rials or glasses ever having been prepared in these sys 
tems. There are, however, reports of unsuccessful at 
tempts to prepare these materials. In particular, 
Kolomiets et al., “The Structure of Glass", Vol. 2, page 
4 l 0, Consultant’s Bureau, New York (I960), could not 
obtain glasses when either cooper, silver, gold, zinc, 
cadmium, mercury, gallium, indium, thallium, germa 
nium, tin or lead was heated together with selenium, 
sulfur, or arsenic at 900°C followed by quenching. 
With respect to the electrical properties, the vitreous 

materials of this invention can best be described as 
semiconductors or semi-insulators, that is, having a va 
lence and conduction band separated by a forbidden 
energy gap. They possess electronic properties differ 
ent from those of components taken either alone or 
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combined in a stoichiometric crystalline condition. Al 
though they may be properly described as thermody 
namically metastable, they possess a high degree of 
phenomenological stability and retain their structure 
well above room temperature. Their crystallization 
temperature in some instances has been observed to be 
higher than either component alone. 
These vitreous materials may be prepared only by 

quenching from the vapor phase and not by any of the 
melt techniques. In fact, many of the materials are im 
miscible in the liquid state to well above the boiling 
point of one of the components. 
Vitreous semiconductive materials having up to the 

stoichiometric amount of metal can be produced in ac 
cordance with the herein disclosed method. The pres 
ent invention and the products produced thereby 
should not be confused with doped vitreous layers, 
such as doped selenium. In doped layers, the dopants 
are normally present in extremely minute quantities, on 
the order of parts per million. Such products can be 
produced in accordance with well-known melt or diffu 
sion techniques. It was not possible, until the present 
invention, to include substantial but less than stoichio 
metric amounts of the metal components without crys 
tallizing the non-metallic component. The present in 
vention, however, achieves such incorporation without 
undersirable crystallization. As this incorporation 
forms an essential feature of the present invention, a 
preferred range of materials includes those semicon 
ductive materials having substantial, but less than a 
stoichiometric amount, of the metal component. By 
substantial, it is meant more than doping quantities and 
at least 0.5 atomic percent metal. In general, such ma 
terials cannot be produced with prior art techniques 
because of phase immiscibility at higher concentrations 
of the metal component. In accordance with the herein 
disclosed method, such semiconductive materials can 
be produced in the amorphous state. 

In a typical embodiment of this invention, the non 
metal selenium and a metal from the group consisting 
of cadmium, zinc, gallium, lead, thallium and bismuth 
form a family of vitreous semiconductors having partic 
ular application to the ?eld of xerography. These com 
pounds show photoconductive spectral response in 
wavelengths from the visible all the way to and includ 
ing the infrared. The above metals in combination with 
selenium form vitreous semiconductors capable of re 
ceiving an electrostatic charge, and upon exposure to 
light, forming an electrostatic latent image, which is ca 
pable of being developed in the well-known xero 
graphic mode such as that set forth in Carlson U.S. Pat. 
No. 2,297,69l, and other related patents in the xero 
graphic ?eld. 
Vitreous ?lms formed by combining the metal bis 

muth with selenium have been found to be sensitive to 
infrared radiation and may, therefore, be employed in 
xerographic systems receiving radiation which is out of 
the visible spectrum. Films of bismuth and selenium 
also may be employed as the photoconductive layer for 
use in a vidicon device. In particular, a preferred range 
for bismuth, on the order of about 0.5 to 4.0 atomic 
percent (about l.3-l0 wt. percent) in combinatnion 
with selenium has been shown to have a signi?cant ef 
fect in increasing the spectral sensitivity in the infrared 
region. Amounts of bismuth greater than about 4 per 
cent result in increased conductivity of the vitreous 
?lm and make it unsuitable for conventional xero 
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graphic purposes or for use in a vidicon, both of which 
require the retention of the latent electrostatic image 
on the surface of the bismuth-selenium ?lm. 

It has further been discovered, that within the pre 
ferred range of about 0.5 to 4.0 atomic percent bismuth 
with selenium, a critical range of about 0.5 to 2.0 
atomic percent (about L3 to 5.1 wt. percent) bismuth 
yields particularly outstanding results when used for xe 
rographic applications. As shown in FIG. 3, xero 
graphic gain or quantum gain is plotted as a function of 
wavelength for a series of bismuth-selenium ?lms in a 
composition range of high sensitivity. The sensitivity of 
these ?lms is compared to a ?lm of vitreous selenium 
such as those described by Bixby in U.S. Pat. No. 
2,907,906. 
For a given ?eld, xerographic gain, G, (quantum 

gain) is de?ned by the relationship G=(Ke0/edF) 
(dv/dt) where K is the dielectric constant of the mate 
rial. A value of 6.3 was used for pure selenium, while 
a value of 7.0 was used for all of the bismuth alloys in 
order to simplify calculations, and because the varia 
tion in the amount of bismuth was very small. The per 
mittivity of free space is co, e is the charge on the elec 
tron, and d is the ?lm thickness. F is the photon ?ux as 
measured with a thermopile and is about 1012 pho 

‘ tonslcmz-sec; and dV/dt is the initial value of the slope 
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of the xerographic discharge curve which is obtained 
by corona charging the surface of the bismuth-selenium 
?lm to a given applied ?eld, exposing the charged sur 
face to a given wavelength and intensity, and measuring 
the voltage drop as a function of time with a calibrated 
d.c. electrometer probe. In the xerographic mode the 
maximum quantum gain is unity (1.0) and is achieved 
if each incident photon results in the generation of an 
hole-electron pair which is collected at the electrodes. 
The curves for the various bismuth-selenium composi 
tions shown in FIG. 3 are obtained by exposing the top 
surface of a given plate which was positively charged. 
A ?ve minute interval was allowed between sucessive 
measurements for recovery from any fatigue effects 
which manifested themselves as increased dark dis 
charge. For the curves shown in FIG. 3 the initial ap 
plied ?eld in each case was approximately 2 X 10"I 
volts/cm. In general, with respect to selenium the short 
wavelength sensitivity decreases with increasing bis 
muth content while at longer wavelengths sensitivity is 
increased by the presence of bismuth. Higher bismuth 
contents than those shown here, (greater than about 2 
atomic percent bismuth) result in extremely high dark 
decay rates making xerographic measurements diffi 
cult. To a certain extent, the preferred range of about 
0.5 to 2 atomic percent bismuth (balance selenium) 
may be increased by the addition of a halogen such as 
iodine as shown in the curve for 2.0 percent bismuth 
doped with 4000 parts per million (ppm) iodine. A sat 
isfactory range for the halogen is from about 1000 to 
5000 ppm, with iodine being preferred. Concentrations 
outside this range, however, may also be used. 
The samples for ?ve bismuth-selenium alloys shown 

in FIG. 3 are prepared by the ?ash evaporating tech 
nique described in Example XXVIII. In FIG. 3 the 
curve for the selenium plate is shown for comparison 
and contains a 40 micron layer of vitreous selenium on 
an aluminum substrate formed by conventional vac 
uum evaporation techniques such as described by U.S. 
Pat. No. 2,970,906 to Bixby. It can be seen that the bis 
muth-selenium alloys exhibit longer wavelength sensi 
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tivity than conventional vitreous selenium. The quan 
tum or xerographic gain illustrated in FIG. 3 was mea 
sured by the technique described above. 
An additional range for bismuth within the 0.5 to 4.0 

percentage range having preferred utility for a vidicon 
device has also been discovered. This preferred range 
is from about 2.0 to 4.0 atomic percent bismuth (bal 
ance selenium). In FIG. 4 the vidicon sensitivity is 
shown for various compositions ranging from about 0 
to 4.5 atomic percent bismuth (balance selenium). It 
can be seen that the percentage range of preferred vid 
icon sensitivity is from about 2.0 to 4.0, with a range of 
about 2.5 to 3.5 percent showing maximum sensitivity. 
in plotting the sensitivity of FIG. 4, a series of plates 
ranging from about 0 to 4.5 atomic percent bismuth 
(balance selenium) are formed by the method of Exam 
ple XVII, using the method of Example I, and appara 
tus of the type shown in FIG. 1. The bismuth source is 
maintained at a temperature of about 665°C, while the 
seleniuim source is controlled at a temperature of 
about 258°C. The samples or plates comprise vitreous 
?lms of bismuth-selenium ranging in thickness from 
about 5 to 30 microns contained on a NESA substrate. 

in order to measure vidicon sensitivity as shown in 
FIG. 4, the image of an illuminated target in the form 
of a bar is focused upon a given bismuth-selenium pho 
toconductor plate in the vidicon. The wavelength of the 
illumination as well as the target voltage is adjusted for 
peak signal output. The output signal, as viewed on an 
oscilloscope, is varied by varying illumination on the 
target. When the output signal voltage is equal to 10 
times the noise voltage, which was previously deter 
mined by observing the output signal with the illumina 
tion off, a thermopile of known sensitivity is placed ex 
actly where the photoconductor had been during the 
measurement. The number of watts per square cen 
timetr of light that had been falling on the vidicon tar 
get is then determined from the thermopile reading (a 
thermopile is used to measure light intensity because its 
output is independent of wavelength which is particu 
larly convenient in the infrared). Since the smaller the 
number of watts per square centimeter, the higher the 
sensitivity, the sensitivity is expressed as the reciprocal 
of the number of watts per square centimeter so deter 
mined. Conventional TV scan rates are used during the 
measurement i.e. 525 lines per picture, 30 frames a 
second, 4/3 aspect ratio and 2:1 interlace. 
The term NEH representing sensitivity in FIG. 4 is 

the illumination in watts/square cm. as determined by 
the thermopile. To show the signal to noise ratio was 10 
to l we use HEHm. The reciprocal of this is the sensitiv 
ity or NEH",-l with the units being in cm’lwatt. From 
the plot of vidicon sensitivity, it can be seen that for a 
range of about 2.0 to 4.0 a preferred sensitivity region 
exists, with optimum or maximum sensitivity occurring 
in the range of about 2.5 to 3.5 percent bismuth. 
Higher percentages of bismuth-selenium can be ef 

fectively utilized in systems other than xerographic or 
vidicon applications which do not require the retention 
of such a latent electrostatic image. Such systems in 
clude infrared photodetection, light ampli?er panels, 
electro-luminescent and other electrical-optical de 
vices. It has been found that bismuth-selenium alloys 
having a composition range of about 10-18 atomic per 
cent bismuth (about 23-37 wt. percent) have been 
shown to have the best photodetection response in 
consdering these non-xerographic or vidicon applica 
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tions. Accordingly, the forementioned percentage 
ranges are preferred for this particular semiconductor 
system when utilized as described above. 

It should be noted, however, that the range of about 
10-18 percent bismuth could be used in a vidicon or 
for xerographic use if used in a matrix hinder or in a 
layered con?guration in conjunction with photocon 
ductor materials having higher resistivities than these 
bismuth-selenium compositions. 
When used in a xerographic mode, any of the above 

suitable materials are evaporated onto a conductive 
substrate such as brass, aluminum, stainless steel, con» 
ductively coated glass or plastic, etc. The thus formed 
xerographic plate is then given a uniform electrostatic 
charge by a corona discharge device in order to sensi 
tize its entire surface. The plate is then exposed to an 
image of activating electromagnetic radiation, such as 
light, which selectively dissipates the charge in the illu 
minated areas of the photoconductor while leaving be 
hind a latent electrostatic image in the non-illuminated 
areas. This image may be developed and transferred to 
another material, with development being carried out 
by depositing ?nely divided, electroscopic marking 
particles on the surface of the photoconductive mate 
rial to make said image visible. It should be pointed out 
that any suitable method may be used to attain an elec 
trostatic image. Typical techniques are by use of a pin 
matrix as a print head, pin tubes, etc. 

In another embodiemnt of this invention, it is possi 
ble to control the degree of order present. Under cer 
tain conditions a second phase of intermediate or long 
range order and crystalline in nature may be obtained 
dispersed throughout the vitreous non-crystalline ma 
trix. Two critical parameters in achieving this result are 
(l) the system (i.e., the metal and non-metal) utilized 
and (2) the substrate temperature. For a given system 
and a given substrate temperature, a particular concen 
tration of metal in the vitreous matrix will be reached 
above which crystallinity will appear. To increase the 
concentration of the metal component in the vitreous 
matrix without achieving crystallinity, the substrate 
temperature, for example, can be lowered. On the 
other hand, to achieve greater crystallinity the sub 
strate temperature can be increased. 
As indicated above, for a given system and substrate 

temperature, a concentration of metal component will 
be reached above which crystallinity will appear. Ac~ 
cordingly, crystallinity can also be controlled by con 
trolling the relative amounts of the two evaporating 
species. That is, by providing a percentage of metal 
greater than the particular value for crystallinity to ap 
pear, crystallinity will be achieved within the vitreous 
non-crystalline matrix. By providing a lower percent 
age of metal than the particular threshold value, no 
crystalline material is found dispersed throughout the 
vitreous matrix. The relative amounts of the two evapo 
rating species can be controlled by varying their re 
spective source temperatures. The second intermediate 
or long-range order phase may be obtained dispersed 
in the vitreous non-crystalline matrix by raising the 
temperature of one of the evaporating components to 
a relatively higher rate than the other component, the 
rate being such that it is above the particular threshold 
value at which crystallinity will begin to appear. For ex 
ample, a cadminurn-selenium ?lm having approxi 
mately 30% of an intermediate or long-range order 
crystalline phase dispersed in a vitreous matrix of cad 
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mium and selenium is obtained by maintaining the sele 
nium at a evaporation temperature 217°C and raising 
the evaporation temperature of the cadmium to about 
375°C (from the normal evaporation of about 322°C). 
Another technique for achieving the same result is by 

subsequently heat treating the deposited semiconduc 
tive layer. 
The use to which such vitreous semiconductors may 

be employed is as varied as the uses to which semicon 
ductors and semi-insulators have been used in the past. 
These uses include photoconductors; luminscent mate 
rials; electroluminescent materials; switching devices; 
super-conductors; thermoelectric materials; ferroelec 
tric materials; magnetic materials; electrophotographic 
receptors and many more. 

DESCRIPTION OF SPECIFIC EMBODIMENTS 

The following examples further speci?cally de?ne 
the present invention with respect to the method of 
making and using vitreous semiconductors. The parts 
and percentages are by weight unless otherwise indi 
cated. The examples below are intended to illustrate 
the various preferred embodiments of the invention. 

EXAMPLE I 

A 7 micron thick ?lm containing about 20 percent 
cadmium and 80 percent selenium on a NESA plate is 
prepared by placing 10 gram samples each of cadmium 
and selenium pellets into separate quartz crucibles. The 
quartz crucibles are placed into a vacuum chamber 
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and heat fused to make it permanent Good quality 
copies of an original are obtained by this method. 

EXAMPLE III 

A ?lm comprising a matrix of vitreous cadmium and 
selenium containing about 30 percent of an intermedi 
ate or long-range-order crystalline phase dispersed 
throughout said matrix is prepared on a NESA sub 
strate by the method set forth in Example I by increas 
ing the cadmium containing crucible to a temperature 
of about 375°C. 

EXAMPLE IV 

A film comprising a matrix of vitreous cadmium and 
selenium containing about 30 percent of an intermedi 
ate or long-range-order crystalline phase dispersed 
throughout said matrix is prepared on the NESA sub 
strate by the method of Example I, by increasing the 
temperature of said substrate to about 140°C. 

EXAMPLE V 

A ?lm comprising a matrix of vitreous cadmium and 
selenium containing about 30 percent of an intermedi‘ 
ate or long-range-order crystalline phase dispersed 
throughout said matrix is prepared on a NESA sub— 

‘ strate by the method of Example I, where subsequent 

30 

which is evacuated to a vacuum of about 2 X 10-5 Torr. ‘ 
A substrate of NESA glass is placed on a water cooled 
base located about [2 inches above the quartz cruci~ 
bles- and maintained at a temperature of about 54°C. 
The NESA glass is masked with a thin aluminum plate 
which is removed from the NESA surface as soon as the 
cadmium and selenium crucibles reach their evapora 
tion temperature. The cadmium and selenium are then 
evaporated onto the NESA substrate by maintaining 
the temperature of the cadmium crucible at about 
322°C and the selenium crucible at about 217°C by 
means of resistance heating elements. These conditions 
are maintained for about 2% hours at which time the 
evaporation is terminated. The vacuum chamber is 
cooled to room temperature, the vacuum is then bro 
ken, and the ?lm coated NESA plate removed from the 
chamber. No crystallinity is detected in the ?lm when 
examined by x-ray diffraction. When tested for photo 
conductive spectral response, it is observed that the 
photoconductivity edge is extended about 900 ang 
stroms toward longer wavelengths. Also of interest, is 
the that crystallization temperature as measured by dif 
ferential thermal analysis is about 20° higher than pure 
selenium. 

EXAMPLE [I 

The vitreous cadmium-selenium coated plate formed 
by the method of Example I, is then used as follows in 
a xerographic mode. The plate is corona charged to a 
positive potential of about 300 volts, and then exposed 
to a 100 watt tungsten light source at a distance of 
about 16 inches for about 2 seconds to form a latent 
electrostatic image on the surface of said plate. The la 
tent image is then developed by cascading an electro~ 
scopic marking material across the surface containing 
said image. The image is transferred to a sheet of paper 
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to the treatment set forth in Example I, the ?lm and 
substrate are heated at a temperature of about 120°C 
for about 5 minutes. 

EXAMPLE VI 

A 19 micron thick ?lm containing about 5 percent 
lead and 95 percent selenium is prepared on a NESA 
substrate by the method of Example I. During the evap 
oration, the lead containing crucible is held at a tem 
perature of about 803°C while the selenium containing 
crucible is maintained at about 217°C. Evaporation is 
complete in about 2 hours. X-ray diffraction reveals a 
vitreous structure with no evidence of crystallinity. The 
absorptions edge of this material occurs at about 1.1 
microns. A peak in photosensitivity is observed at 7000 
angstroms, athough at 8000 angstroms the photosensi 
tivity is still about one-third the peak value. Steady 
state photoconductivity is observed out to the absorp 
tion edge (approximately 1.2 microns). The absorption 
edge and photoconductive edge are far from corre 
sponding edges for either PbSe or selenium. Also, the 
vitreous lead-selenium material has a conductivity be 
tween that of selenium and PbSe. Thus, the electronic 
properties for the vitreous material are drastically dif 
ferent from the properties of any other components, or 
crystalline combination of the components. 

EXAMPLE VII 

The plate of Example VI is then charged, exposed, 
and developed in the xerographic mode of Example II 
to form a readable copy of an original image. 

EXAMPLE VIII 

A 24 micron ?lm containing about 8 percent zinc and 
92 percent selenium on an aluminum substrate is pre 
pared by the method of Example I. During evaporation 
of the components, the crucible containing the zinc is 
maintained at a temperature of about 41 1°C, while the 
selenium containing crucible is maintained at about 
217°C. This ?lm, when tested by x~ray diffraction, ex 
hibits a non-crystalline structure and when tested for 
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photoconductive spectral response, revealed a photo 
conductivity edge extending about 700 angstroms to 
ward longer wavelengths as compared with vitreous se» 
lenium. The fundamental absorption edge of crystalline 
ZnSe occurs at 4.700 angstroms and thus crystalline 
ZnSe could not account for the extended spectral sensi 
tivity. 

EXAMPLE D4 

The plate of Example VIII is then charged, exposed, 
and developed in the xerographic mode of Example II 
to form a readable copy of an original image. 

EXAMPLE X 

A ?lm containing about 25 percent cadmium and 75 
percent selenium is prepared by the method set forth 
in Example I. During the evaporation step the cadmium 
containing crucible is maintained at a temperature of 
356°C and the selenium at 217°C. X-ray diffraction re 
veals a vitreous structure. 

EXAMPLE X] 

A ?lm coating about 10 percent Zn and 90 percent 
selenium is prepared by the method set forth in Exam 
ple l. The zinc containing crucible is maintained at a 
temperature of about 385°C while the selenium is 
maintained at about 217°C. No crystallinity is detected 
when this film is examined by x-ray diffraction. 

EXAMPLE XII 

A film containing about 1.5 percent bismuth and 
98.5 percent selenium is prepared by the method set 
forth in Example I. The crucible containing bismuth is 
maintained at a temperature of about 751°C while the 
selenium is maintained at a temperature of about 
217°C. The resulting vitreous ?lm is then used as a xe 
rographic infrared photoreceptor by subjecting the 
plate to the steps of charging, exposing and developing 
by the method of Example II. Successful images are 
made using ?lters which cut out all visible light and 
transmit only radiation of wavelength greater than 
8200 angstroms. 

EXAMPLES XII] 

A film containing about 20 percent bismuth and 80 
percent phosphorous is prepared by the method of Ex 
ample I. The crucible containing the bismuth is main 
tained at a temperature of about 751°C while the cruci 
ble containing phosphorous is maintained at about 
187°C. This film shows a vitreous structure when exam 
ined by x-ray diffraction. 

EXAMPLE XIV 

A ?lm containing about 15 percent zinc and 85 per 
cent boron is prepared by the method of Example I. 
The crucible containing the zinc is maintained at a tem 
perature of about 385°C while the boron containing 
crucible is maintained at a temperature of about 
2100°C by evaporating the boron with an electron gun. 
No evidence of crystallinity is detected when examined 
by x-ray diffraction. 

EXAMPLE XV 

A ?lm containing about 25 percent cadmium and 75 
percent sulfur is prepared by the method set forth in 
Example I. The crucible containing the cadmium is 
maintained at a temperature of about 356°C while the 
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crucible containing sulfur is maintained at a tempera 
ture of about 100°C. When tested by x-ray diffraction 
the film reveals a vitreous structure. 

EXAMPLE XVI 

A ?lm containing about 10 percent zinc and 90 per 
cent sulfur is prepared by the method as set forth in Ex 
ample l. The crucible containing the zinc is maintained 
at a temperature of about 385°C while the crucible 
containing the sulfur is maintained at a temperature of 
about 100°C. No evidence of crystallinity is detected 
when this ?lm is examined by x-ray diffraction. 

EXAMPLE XVII 

A 17.1 micron amorphous ?lm containing about 3 
percent bismuth and 97 percent selenium is prepared 
by the method as set forth in Example I. The crucible 
containing the bismuth is maintained at a temperature 
of about 665°C while the crucible containing the sele 
nium is maintained at a temperature of about 326°C. 
The substrate is maintained at about 52°C. 

EXAMPLE XVIII 

A 62 micron amorphous ?lm containing about 4.5 
percent bismuth and 95.5 percent selenium is prepared 
by a modi?ed form of the method as set forth in Exam 
ple I. The bismuth is evaporated from a Knusden 
source held at a temperature of about 756°C while the 
crucible containing the selenium is maintained at a 
temperature of about 239°C. The substrate is held at a 
temperature of about 52°C. 

EXAMPLE XIX 

A 25 micron amorphous ?lm containing about 6.4 
percent bismuth and 93.6 percent selenium is prepared 
by the method as set forth in Example I. The bismuth 
source is held at about 680°C while the selenium source 
is held at about 290°C. 
Examples XVII - XIX have resistivities on the order 

of 1012 — 10"’ ohm-centimeters, the resistivities de 
creasing with increasing bismuth percentage. As these 
?lms are sensitive to near (on the order of about 1 mi 
cron) infrared radiation, this combination of properties 
makes the materials suitable for near infrared xero< 
graphic photoreceptors. 

EXAMPLE XX 

A 12 micron amorphous ?lm containaing about 25 
percent bismuth and about 75 percent selenium is pre 
pared by the method as set forth in Example I. The bis 
muth source is held at about 744°C while the selenium 
source is maintained at about 242°C. 

EXAMPLE XXI 

A 16 micron amorphous film containing about 30 
percent bismuth and about 70 percent selenium is pre 
pared by the method as set forth in Example I. The bis 
muth source is held at about 719°C while the selenium 
source is held at 250°C. This ?lm is found to have resis 
tivity on the order of 10" ohm-centimeters and repre 
sents the approximate maximum photosensitivity for 
the vitreous bismuth-selenium semiconductors depos 
ited on substrates held at about 50°—55°C. While the 
resistivity of this material is on the low side for xero 
graphic applications, the photosensitivity characteris 
tics of this material make it exceptionally useful for 
near infrared photodetection apparatus. 
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EXAMPLE XXII 

A 13 micron amorphous ?lm containing about 33 
percent bismuth and about 67 percent selenium is pre 
pared by the method as set forth in Example I. The bis 
muth source is held at about 726°C while the selenium 
source is held at a temperature of about 258°C. The 
substrate is held at about 55°C. 

EXAMPLE XXIII 

A 32 micron amorphous ?lm containing about 36 
percent bismuth and about 64 percent sleneium is pre 
pared by a method as set forth in Example I. The bis 
muth source is held at about 790°C while the selenium 
source is held at about 242°C. The substrate is held at 
about 53°C. 

EXAMPLE XXIV 

A 29.2 micron amorphous ?lm containing about 15.6 
percent gallium and about 84.4 percent selenium is 
prepared by the method as set forth in Example I. The 
gallium source is maintained at about 1087°C while the 
selenium source is maintained at about 217°C. The sub 
strate temperature is maintained at about 53°C. 

EXAMPLE XXV 

A 20 micron thick ?lm containing about 7.8 percent 
thallium and about 92.2 percent selenium is prepared 
by the method as set forth in Example 1. The thallium 
sources is maintained at about 780°C while the sele 
nium source is maintained at about 217°C. X-ray exam 
ination indicates some crystallization of the selenium. 

EXAMPLE XXVI 

An 8.9 micron amorphous ?lm containing greater 
than 10 percent but less than 50 percent indium, the 
balance being arsenic is prepared by the method set 
forth in Example I. The indium source is held at a tem 
perature of about 990°C while the arsenic source is 
maintained at about 390°C. The substrate is held at a 
temperature of about 25°C. 

EXAMPLE XXVII 

A thin ?lm containing about 10 percent antimony 
and about 90 percent arsenic is prepared by the 
method as set forth in Example I. The antimony source 
is maintained at about 518°C while the arsenic source 
is maintained at about 290°C. The substrate is held at 
a temperature of —l96°C. 

EXAMPLE XXVIII 

A series of 5 vitreous bismuth-selenium ?lms about 
10 to 20 microns thick are prepared by ?ash evapora 
tion using the apparatus described in FIG. 2. Five pre 
alloys are ?rst prepared from high purity (99.999 + %) 
bismuth and selenium by separately preparing alloys 
containing 0.9, 1.1, 1.2, 1.5, and 2.0 atomic percent 
bismuth, respectively, with the balance selenium, by 
placing these samples in an evacuated and sealed 
quartz ampoules and heating each sample to about 
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700°C for 24 hours in a furnace. Mechanical mixing is 
promoted by rocking the furnace. The ampoules were 
water quenched, opened, and the contents ground to a 
powder. Particle sizes of about 100 to 1000 microns 
were selected for use in the evaporation. It should be 
noted that the 2.0 atomic percent bismuth alloy was ad 
ditionally doped with about 4000 ppm iodine. 
Each of the ?ve ?lms were then formed by flash 

evaporation by the following technique. The alloy pow 
der is loaded in the storage funnel of the apparatus 
shown in FIG. 2. A screw mechanism is designed for 
the controlled delivery of the powder from the storage 
funnel to a water cooled chute along the threads of a 
rotating screw. The lower end of the chute is disposed 
about 1 inch above a quartz crucible surrounded by 
heating coils. The alloy powder is evaporated by drop 
ping it at a controlled rate from the chute into the cru~ 
cible which is held at an elevated temperature of about 
500°-600°C. Because of the relatively high vapor pres 
sure of both bismuth and selenium at these tempera 
tures, the particles evaporate instantaneously as they 
strike the hot crucible. The evaporated vapor is con 
densed in the form of vitreous ?lm of bismuth-selenium 
on the surface of a water cooled aluminum substrate 
supported above the crucible. The substrate tempera 

. ture is controlled at about 50°C. The pressure in the 
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vacuum chamber is maintained at about 10“i Torr with 
deposition taking place at the rate of about 4 microns 
per hour. 
Although specific components and proportions have 

been stated in the above description of the speci?c em 
bodiments of this invention, other suitable materials 
and procedures, such as those listed above, may be 
used with similar results. For example. a bismuth 
selenium ?lm having a composition gradient through 
out the ?lm thickness may be employed for use in a vid 
icon. In such an embodiment, the bismuth and sele 
nium could be evaporated from a dual source, such as 
illustrated in FIG. 1, to form a ?lm having a relatively 
large amount of bismuth at the substrate, with progres 
sively lesser amounts of bismuth through the ?lm thick 
ness toward the outer surface, which would have the 
least amount of bismuth. In addition, other materials 
may be added which synergize, enhance or otherwise 
modify the properties of the plates. 
Other modi?cations and rami?cations of the present 

invention would appear to those skilled in the art upon 
reading the disclosure. These are intended to be in 
cluded within the scope of this invention. 
What is claimed is: 
1. A photosensitive element exhibiting infrared sensi 

tivity and adapted for use in a vidicon device, said ele 
ment comprising an electrically conductive supporting 
substrate having thereon a vitreous bismuth-selenium 
?lm which comprises about 2.0 to 4.0 atomic percent 
bismuth with the balance comprising selenium. 

2. The element of claim 1 in which the bismuth com 
prises about 2.5 to 3.5 atomic percent. 

* * * * a 


