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(57) ABSTRACT 

A process for heat-treating a single crystal Silicon wafer to 
dissolve agglomerated vacancy defects and to influence the 
precipitation behavior of oxygen in the wafer in a Subse 
quent thermal processing Step. The process includes Sub 
jecting the wafer to a heat treatment to dissolve agglomer 
ated vacancy defects, rapid thermally annealing the heat 
treated wafer to cause the formation of crystal lattice 
vacancies throughout the wafer and controlling the cooling 
rate of the annealed wafer to allow some, but not all, of the 
crystal lattice vacancies to diffuse to the front Surface to 
produce a wafer having a nonuniform vacancy concentration 
with the concentration of vacancies in the bulk of the wafer 
being greater than the concentration in the Surface layer. 

30 Claims, 13 Drawing Sheets 
  



US 6,686,260 B2 
Page 2 

U.S. PATENT DOCUMENTS 

4,437.922 A 3/1984 Bischoff et al. 
4,505,759 A 3/1985 O’Mara 
4,548,654. A 10/1985 Tobin 
4,851,358. A 7/1989 Huber 
4,868,133 A 9/1989 Huber 
5,327,007 A 7/1994 Imura et al. 
5,401,669 A 3/1995 Falster et al. 
5,403.406 A 4/1995 Falster et al. 
5,445,975 A 8/1995 Gardner et al. 
5,502,010 A 3/1996 Nadahara et al. 
5,502,331 A 3/1996 Inoue et al. 
5,534.294 A 7/1996 Kubota et al. 
5,539,245 A 7/1996 Imura et al. 
5,593,494. A 1/1997 Falster 
5,611,855 A 3/1997 Wijaranakula 
5,674,756. A 10/1997 Satoh et al. 
5,738,942 A 4/1998 Kubota et al. 
5,788.763 A 8/1998 Hayashi et al. 
5,885,905 A 3/1999 Nadahara et al. 
5,919,302 A 7/1999 Falster et al. 
5,939,770 A 8/1999 Kageyama 
5,944,889 A 8/1999 Park et al. 
5,954,873 A 9/1999 Hourai et al. 
5,994,761. A * 11/1999 Falster et al. ............... 257/611 

OTHER PUBLICATIONS 

Abe, T., “Defect-Free Surfaces Of Bulk Wafers By Com 
bination Of RTA And Crystal Growth Conditions”, (publi 
cation information unknown). 
Chiou, H.-D., “The Effects of Preheatings on Axial Oxygen 
Precipitation Uniformity in Czochralski Silicon Crystals”, J. 
Electrochem. Soc., vol. 139, No. 6, Jun., 1992. 
Falster, R., et al., “The Engineering of Silicon Wafer Mate 
rial Properties Through Vacancy Concentration Profile Con 
trol and the Achievement of Ideal Oxygen Precipitation 
Behavior”, Mat. Res. Soc. Symp. Proc., vol. 510, pp. 27–35, 
1998. 
Hara, A., et al., “Enhancement Of Oxygen Precipitation in 
Quenched Czochralski Silicon Crystals”, Journal of Applied 
Phys., vol. 66, No. 8, pp. 3958-3960, 1989. 
Hawkins, et al., “Effect of Rapid Thermal Processing on 
Oxygen Precipitation in Silicon', Mat. Res. Soc. Symp. 
Proc., vol. 104, pp. 197-200, 1988. 
Hawkins, et al., “The Effect of Rapid Thermal Annealing on 
the Precipitation of Oxygen in Silicon', J. Appl. PhyS., vol. 
65, No. 9, pp. 3644-3654, 1989. 

Izunome K., et al., “Light Point Defects on Hydrogen 
Annealed Silicon Wafer, Jpn. J. Appl. Phys., vol. 36, pp. 
L1127-L1129, 1997. 
Jacob, et al., “Determination of Vacancy Concentrations in 
the Bulk of Silicon Wafers by Platinum Diffusion Experi 
ments”, J. Appl. Phys., vol. 82, No. 1 (1997), pp. 182-191. 
Jacob, M., et al., “Influence of RTP on Vacancy Concentra 
tions”, Mat. Res. Soc. Symp. Proc., vol. 490, pp. 129-134, 
1998.* 
Miyazaki M., et al., “Microstructure Observation of “Crys 
tal-Originated Particles on Silicon Wafers”, Jpn. J. Appl. 
Phys., vol. 34, pp. 6303–6307, 1995.* 
Nadahara, et al., “Hydrogen Annealed Silicon Wafer, Solid 
State Phenomena, vols. 57–58, pp. 19–26, 1997.* 
Pagani, M., et al., "Spatial variations in Oxygen precipitation 
in Silicon after high temperature rapid thermal annealing, 
Appl. Phys. Lett., vol. 70, No. 12, pp. 1572–1574, 1998.* 
Shimizu, H., et al., “Excellence of Gate Oxide Integrity in 
Metal-Oxide-Semiconductor Large-Scale-Integrated Cir 
cuits based on P-/P-Thin-Film Epitaxial Silicon Wafers”, 
Jpn. J. Appl. Phys., vol. 36, pp. 2565-2570 Part 1, No. 5A, 
1997.* 
Shimura, F., “Semiconductor Silicon Crystal Technology', 
Academic Press, Inc., San Diego, CA, pp. 361-367, 1989.* 
Winkler, et al., “Improvement of the Gate Oxide Integrity by 
Modifying Crystal Pulling and Its Impact on Device Fail 
ures”, J. Electrochem. Soc., vol. 141, No. 5 (1994), pp. 
1398-1401. 

Zimmermann, et al., “Gold and Platinum Diffusion: The Key 
to the Understanding of intrinsic Point Defect Behavior in 
Silicon", Appl. Phys. A, vol. 55 (1992), pp. 121-134.* 
Zimmermann, et al., “Investigation of the Nucleation of 
Oxygen Precipitates in Czochralski Silicon at an Early 
Stage”, Appl. Physl. Lett, vol. 60, No. 26 (1992), pp. 
3250-3253.* 
Zimmermann, et al., “The Modeling of Platinum Diffusion 
in Silicon Under Non-equilibrium Conditions”, J. Electro 
chem. Soc., vol. 139, No. 1 (1992), pp. 256-262.* 
Zimmermann, et al., “Vacancy Concentration Wafer Map 
ping in Silicon", Journal of Crystal Growth, vol. 129 (1993), 
pp. 582-592.* 
International Search Report for Application No. PCT/US99/ 
19636, dated Aug. 27, 1999, 7 pages.* 

* cited by examiner 



U.S. Patent Feb. 3, 2004 Sheet 1 of 13 US 6,686,260 B2 

FIG. 1 3 - 

  



US 6,686,260 B2 Sheet 2 of 13 Feb. 3, 2004 U.S. Patent 

2 FIG 
  



U.S. Patent Feb. 3, 2004 Sheet 3 of 13 US 6,686,260 B2 

& 

  



U.S. Patent Feb. 3, 2004 Sheet 4 of 13 US 6,686,260 B2 

  



U.S. Patent Feb. 3, 2004 Sheet 5 of 13 US 6,686,260 B2 

a 724 

/24 

SY 
S 

4 /(22 aa 22 427 222 (2472 

42/7(Am) 

  



U.S. Patent Feb. 3, 2004 Sheet 6 of 13 US 6,686,260 B2 

F.G. 6 
  



US 6,686,260 B2 Sheet 7 of 13 Feb. 3, 2004 U.S. Patent 

FIG. 7 
  



U.S. Patent Feb. 3, 2004 Sheet 8 of 13 US 6,686,260 B2 

k 
& 

  



US 6,686,260 B2 Sheet 9 of 13 Feb. 3, 2004 U.S. Patent 

FG. 9 
  



U.S. Patent Feb. 3, 2004 Sheet 10 of 13 US 6,686,260 B2 

a 72 /(7 
A/%2 Aa/V4/71 As 4k2/V 126772 A.262/ea 

Af7/O 

/ 27 4. 2 

af/z 4 
AAA%2/W22422 
o A472/V2 242 

a 

// Af4Af/ 4.4. 7 
/470% 

VaaZ A/(3/204/4,24/27aa /4747 
Øk -2avazé72Z 46236%a (2474) 

  



US 6,686,260 B2 Sheet 11 of 13 Feb. 3, 2004 U.S. Patent 

FIG. 11 

FIG. 12 
  



U.S. Patent Feb. 3, 2004 Sheet 12 of 13 US 6,686,260 B2 

FIG. 13 
  



U.S. Patent Feb. 3, 2004 Sheet 13 of 13 US 6,686,260 B2 

FIG. 15 

As 45 

-' 1. . 2. Days S. Se: SSS SS as • r Y is ar išSSESSES 
P 

- es 

5SSS3. E. s SS S.S. S. rels 
se r S& Set S 3. r Sess gif 

b X 

  

  



US 6,686,260 B2 
1 

PROCESS FOR PRODUCING THERMALLY 
ANNEALED WAFERS HAVING IMPROVED 

INTERNAL GETTERING 

CROSS-REFERENCE TO RELATED 
APPLICATION 

This patent application claims priority from U.S. Provi 
sional Patent Application Ser. No. 60/098,921, filed on Sep. 
2, 1998, and U.S. Ser. No. 09/385,108, filed on Aug. 27, 
1999. 

BACKGROUND OF THE INVENTION 

The present invention generally relates to the preparation 
of Semiconductor material Substrates, especially Silicon 
wafers, which are used in the manufacture of electronic 
components. More particularly, the present invention relates 
to a process for the thermal treatment of Silicon wafers to 
dissolve agglomerated vacancy defects and improve internal 
gettering capabilities, enabling Such wafers to form ideal, 
non-uniform depth distributions of oxygen precipitates dur 
ing the heat treatment cycles of essentially any arbitrary 
electronic device manufacturing process. 

Single crystal Silicon, which is the Starting material for 
most processes for the fabrication of Semiconductor elec 
tronic components, is commonly prepared with the So-called 
Czochralski process wherein a single Seed crystal is 
immersed into molten Silicon and then grown by slow 
extraction. AS molten Silicon is contained in a quartz 
crucible, it is contaminated with various impurities, among 
which is mainly oxygen. At the temperature of the Silicon 
molten mass, oxygen comes into the crystal lattice until it 
reaches a concentration determined by the Solubility of 
oxygen in Silicon at the temperature of the molten mass and 
by the actual Segregation coefficient of oxygen in Solidified 
Silicon. Such concentrations are greater than the Solubility of 
oxygen in Solid Silicon at the temperatures typical employed 
in fabrication processes for electronic devices. AS the crystal 
grows from the molten mass and cools, therefore, the 
Solubility of oxygen in it decreaseS rapidly, whereby in the 
resulting Slices or wafers oxygen is present in SuperSaturated 
concentrations. 

In addition to oxygen, intrinsic point defects, Such as 
Silicon lattice vacancies, may be present in the crystal as it 
forms. Like oxygen, the Solubility of vacancies in the Solid 
Silicon is in part temperature dependent. AS the Silicon 
crystal cools, at Some point the crystal may become critically 
SuperSaturated with vacancies, resulting in the formation of 
agglomerated vacancy defects. Agglomerated vacancy 
defects are recognized to be the origin of Such observable 
crystal defects as D-defects, Flow Pattern Defects (FPDs), 
Gate Oxide Integrity (GOI) Defects, Crystal Originated 
Particle (COP) Defects, and crystal originated Light Point 
Defects (LPDs), as well as certain classes of bulk defects 
observed by infrared light Scattering techniques Such as 
Scanning Infrared Microscopy and Laser Scanning Tomog 
raphy. Agglomerated vacancy defects are recognized to be a 
hindrance to the performance of electronic devices manu 
factured from wafers containing them. 

The thermal treatment cycles typically employed in the 
fabrication of electronic devices can cause the precipitation 
of oxygen in Silicon wafers which are SuperSaturated in 
oxygen. Like the agglomeration of vacancy defects, the 
precipitation of oxygen may also act to hinder device 
performance, depending upon the location within the wafer 
at which precipitation occurs. For example, oxygen precipi 
tates located in the active device region of the wafer can 
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2 
impair the operation of the device. In contrast, oxygen 
precipitates located in the bulk of the wafer are advanta 
geous because they are capable of trapping undesired metal 
impurities that may come into contact with the wafer. The 
use of oxygen precipitates located in the bulk of the wafer 
to trap metals is commonly referred to as internal or intrinsic 
gettering (“IG”). 
A number of approaches have been Suggested as to how 

agglomerated defects may be prevented from forming, or 
eliminated once formed. For example, the dissolution or 
annihilation of agglomerated intrinsic point defects may 
generally be achieved using high temperature heat treat 
ments of the Silicon in wafer form. (See, e.g., Fusegawa et 
al., European Patent Application 503,816 A1 and S. Nada 
hara et al., “Hydrogen Annealed Silicon Wafer.” Solid State 
Phenomena, vols. 57–58, pp. 19–26 (1997).) However, 
while these approaches may have the desirable effect of 
dissolving agglomerated defects in the near Surface region of 
the wafer, they may also result in the dissolution of oxygen 
precipitates in the bulk of the wafer, causing internal get 
tering capabilities to be lost. 

Accordingly, a need continues to exist for a process 
wherein agglomerated intrinsic point defects may be dis 
solved or annihilated from a silicon wafer, and yet still afford 
a wafer possessing the beneficial characteristics of internal 
gettering. 

SUMMARY OF THE INVENTION 

Among the objects of the invention, therefore, is the 
provision of a single crystal Silicon wafer which, during the 
heat treatment cycles of essentially any electronic device 
manufacturing process, will form an ideal, non-uniform 
depth distribution of oxygen precipitates, the provision of 
such a wafer which will optimally and reproducibly form a 
denuded Zone of Sufficient depth and a sufficient density of 
oxygen precipitates in the wafer bulk; the provision of Such 
a wafer in which the formation of the denuded Zone and the 
formation of the oxygen precipitates in the wafer bulk is not 
dependant upon differences in oxygen concentration in these 
regions of the wafer; the provision of Such a wafer in which 
the thickness of the resulting denuded Zone is essentially 
independent of the details of the IC manufacturing process 
Sequence; the provision of Such a wafer in which the 
formation of the denuded Zone and the formation of the 
oxygen precipitates in the wafer bulk is not influenced by the 
thermal history and the oxygen concentration of the 
Czochralski-grown, Single crystal Silicon ingot from which 
the Silicon wafer is Sliced; the provision of Such a process in 
which the formation of the denuded Zone does not depend 
upon the out-diffusion of oxygen; and, the provision of Such 
a process in which the concentration of agglomerated 
vacancy defects is Substantially reduced in a Surface layer of 
the wafer. 

Briefly, therefore, the present invention is directed to a 
Single crystal Silicon wafer having two major, generally 
parallel Surfaces, one of which is the front Surface of the 
wafer and the other of which is the back Surface of the wafer, 
a central plane between the front and back Surfaces, a 
circumferential edge joining the front and back Surfaces, a 
Stratum which comprises the region of the wafer between the 
front Surface and a distance, D, measured from the front 
Surface and toward the central plane, a Surface layer which 
is, at least in part, coextensive with the Stratum and which 
comprises the region of the wafer between the front Surface 
and a distance, D, of at least about 10 micrometers mea 
Sured from the front Surface and toward the central plane, 
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and a bulk layer which comprises the region of the wafer 
between the central plane and the Surface layer. The wafer is 
characterized in that the Stratum is Substantially free of 
agglomerated vacancy defects. Additionally, the wafer has a 
non-uniform distribution of crystal lattice vacancies with the 
concentration of vacancies in the bulk layer being greater 
than the concentration of vacancies in the Surface layer with 
the vacancies having a concentration profile in which the 
peak density of the vacancies is at or near the central plane 
with the concentration generally decreasing from the posi 
tion of peak density in the direction of the front surface of 
the wafer. 

The present invention is further directed to a proceSS for 
heat-treating a single crystal Silicon wafer to dissolve 
agglomerated vacancy defects and to influence the precipi 
tation behavior of oxygen in the wafer in a Subsequent 
thermal processing Step, the Silicon wafer having two major, 
generally parallel Surfaces, one of which is the front Surface 
of the wafer and the other of which is the back Surface of the 
wafer, a central plane between the front and back Surfaces, 
a circumferential edge joining the front and back Surfaces, a 
Stratum extending from the front Surface to a distance, D, as 
measured from the front Surface and toward the central 
plane, a Surface layer which, at least in part is coextensive 
with the Stratum and which comprises the region of the 
wafer between the front Surface and a distance, D, measured 
from the front Surface and toward the central plane, and a 
bulk layer which comprises the region of the wafer between 
the central plane and the Surface layer. The process com 
prises thermally annealing the wafer in an atmosphere to 
dissolve pre-existing agglomerated vacancy defects in the 
Stratum, heat-treating the annealed wafer to form crystal 
lattice vacancies in the Surface and bulk layers, and then 
controlling the cooling rate of the heat-treated wafer to 
produce a wafer having a vacancy concentration profile in 
which the peak density is at or near the central plane with the 
concentration generally decreasing in the direction of the 
front Surface of the wafer, the difference in the concentration 
of vacancies in the Surface and bulk layers being Such that 
a thermal treatment of the wafer at a temperature in exceSS 
of 750 C. is capable of forming a denuded Zone in the 
Surface layer and oxygen clusters or precipitates in the bulk 
layer with the concentration of the oxygen clusters or 
precipitates in the bulk layer being primarily dependant 
upon the concentration of vacancies. 

The present invention is further directed to a proceSS for 
heat-treating a single crystal Silicon wafer to dissolve 
agglomerated vacancy defects and to influence the precipi 
tation behavior of oxygen in the wafer in a Subsequent 
thermal processing Step, the Silicon wafer having a front 
Surface, a back Surface, a central plane between the front and 
back Surfaces, a Stratum extending from the front Surface to 
a distance, D, as measured from the front Surface and 
toward the central plane, a Surface layer which at least in part 
is coextensive with the Stratum and which comprises the 
region of the wafer between the front Surface and a distance, 
D, measured from the front Surface and toward the central 
plane, and a bulk layer which comprises the region of the 
wafer between the central plane and Surface layer. The 
proceSS comprises heat-treating the wafer in an atmosphere 
to form crystal lattice vacancies in the Surface and bulk 
layers, and then controlling the cooling rate of the heat 
treated wafer to produce a wafer having a vacancy concen 
tration profile in which the peak density is at or near the 
central plane with the concentration generally decreasing in 
the direction of the front Surface of the wafer and the 
difference in the concentration of vacancies in the Surface 
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4 
and bulk layers being Such that a thermal treatment of the 
wafer at a temperature in excess of 750° C. is capable of 
forming a denuded Zone in the Surface layer and oxygen 
clusters or precipitates in the bulk layer with the concentra 
tion of the Oxygen clusters or precipitates in the bulk layer 
being primarily dependent upon the concentration of vacan 
cies. Oxygen precipitate nucleation centers present in the 
cooled wafer are Stabilized by heating the cooled wafer to a 
temperature of about 650 to about 850 C. for about 1 hour 
to about 4 hours, and then the stabilized wafer is thermally 
annealed in an atmosphere to dissolve agglomerated 
vacancy defects present within a region extending from the 
front Surface to a depth of at least about 5 microns. 

Other objects and features of this invention will be in part 
apparent and in part pointed out hereinafter. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a Schematic depiction of the ideal precipitating 
wafer process of the present invention. 

FIG. 2 is a photograph of a cross-section of a wafer 
(sample 4-7) which was processed as described in Example 
1. 

FIG. 3 is a photograph of a cross-section of a wafer 
(sample 4-8) which was Subjected to the Series of Steps 
described in Example 1. 

FIG. 4 is a photograph of a cross-section of a wafer 
(sample 3-14) which was Subjected to the Series of Steps 
described in Example 1. 

FIG. 5 is a graph of the log of platinum concentration 
(atoms/cm) versus depth from the surface of a wafer 
(sample 4-7) which was Subjected to the Series of steps set 
forth in Example 1. 

FIG. 6 is a photograph of a cross-section of a wafer 
(sample 3-4) which was Subjected to the Series of steps set 
forth in Example 2. 

FIG. 7 is a photograph of a cross-section of a wafer 
(sample 3-5) which was Subjected to the Series of steps set 
forth in Example 2. 

FIG. 8 is a photograph of a cross-section of a wafer 
(sample 3-6) which was Subjected to the Series of steps set 
forth in Example 2. 

FIG. 9 is a photograph of a cross-section of a wafer 
(sample 1-8) which was Subjected to the Series of steps set 
forth in Example 3. 

FIG. 10 is logarithmic graph of the number density of 
bulk microdefects (BMD) versus the partial pressure of 
oxygen present in the atmosphere during rapid thermal 
annealing of Single crystal Silicon wafers in accordance with 
the present invention, as described in Example 4. 

FIG. 11 is a photograph taken under magnification of a 
cross-section of a wafer (white background) which has been 
thermally annealed, in accordance with the present process, 
in a nitriding atmosphere in the absence of an enhanced 
oxide layer, following an NEC-1 treatment. 

FIG. 12 is a photograph, taken under greater magnifica 
tion than in FIG. 11, of a portion of the wafer cross-section 
shown in FIG. 11, showing in detail the essential absence of 
a denuded Zone. 

FIG. 13 is a photograph taken under magnification of a 
cross-section of a wafer (white background) which has been 
thermally annealed, in accordance with the present 
invention, in a nitriding atmosphere in the absence of an 
enhanced oxide layer and which was Subsequently Subjected 
to a thermal oxidation treatment. 
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FIG. 14 is a photograph, taken under greater magnifica 
tion than in FIG. 13, of a portion of the wafer cross-section 
shown in FIG. 13, showing in detail the presence of a 
denuded Zone. 

FIG. 15 is a photograph taken under magnification of a 
cross-section of a wafer (white background) which has been 
thermally annealed, in accordance with the present 
invention, in a nitriding atmosphere in the absence of an 
enhanced oxide layer and which was Subsequently Subjected 
to a thermal oxidation treatment on only one side of the 
wafer. 

FIG. 16 is a photograph, taken under greater magnifica 
tion than in FIG. 15, of a portion of the wafer cross-section 
shown in FIG. 15, showing in detail the essential absence of 
a denuded Zone on the shielded side of the wafer. 

DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

The process of the present invention affords the means by 
which to obtain a single crystal Silicon wafer having a 
reduced concentration of agglomerated vacancy defects, as 
compared to the initial concentration of Such defects, in a 
Surface layer of the wafer. Additionally, the present proceSS 
yields a wafer which is “ideally precipitating'; that is, a 
wafer which, during essentially any electronic device manu 
facturing process, will form a denuded Zone of Sufficient 
depth and a wafer bulk containing a Sufficient density of 
oxygen precipitates for IG purposes. The process of the 
present invention acts to annihilate existing agglomerated 
vacancy defects in this Surface layer, while creating a 
“template” in the silicon which determines or “prints' the 
manner in which oxygen will precipitate during an elec 
tronic device manufacturing process 

In accordance with a first embodiment of the process of 
the present invention, a Single crystal Silicon wafer is 
initially Subjected a thermal anneal, the temperature and 
duration of the anneal, as well as the atmosphere in which 
the wafer is annealed, are Such that agglomerated vacancy 
defects are effectively annihilated or dissolved within a 
Surface layer or Stratum of the wafer. Generally, the condi 
tions for this thermal anneal are those commonly used in the 
art for dissolving Such defects. (See, e.g., Fusegawa et al., 
European Patent Application 503,816 A1; S. Nadahara et al., 
“Hydrogen Annealed Silicon Wafer,” Solid State 
Phenomena, vols. 57–58, pp. 19–26 (1997); and, D. Graf et 
al., “High-Temperature Annealed Silicon Wafers,” Electro 
chemical Society Proceedings, vol. 97-22, pp. 18-25 (1997) 
.) For example, the wafer may be thermally annealed in an 
argon or hydrogen atmosphere, or a mixture thereof, in order 
to dissolve agglomerated vacancy defects present in a Stra 
tum extending from a Surface and toward the center of the 
wafer. 

Generally, the wafer is heated to a temperature for a 
duration Sufficient to dissolve agglomerated vacancy defects 
present in a Stratum extending from the Surface to depths, as 
measured from the Surface and toward the center of the 
wafer, of a few micrometers (i.e., at least about 1, 2, 3, 5, or 
even 10 micrometers), tens of micrometers (i.e., about 20, 
40, 80 or more), hundreds of micrometers (i.e., about 100, 
300, 500 microns or more), up to about the center of the 
wafer. The precise conditions will vary, depending upon the 
desired depth to which agglomerated vacancy defects are to 
be dissolved or reduced in size. For example, the wafer may 
be heated to a temperature ranging from about 1100 C. to 
about 1300 C. for about 1 hour to about 4 hours, or about 
1200° C. to about 1250° C. for about 2 to about 3 hours. 
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In this regard, it is to be noted that in addition to the 

temperature, duration, atmosphere and ramping conditions 
(i.e., the rate at which the target anneal temperature is 
reached) of the thermal anneal, the size of the agglomerated 
defects to be dissolved is a factor in the efficiency of the 
anneal at removing Such defects. Accordingly, the conditions 
necessary to achieve the desired result may be determined 
empirically by varying the treatment temperature, time and 
atmosphere composition for a number of Samples. 
Therefore, the conditions may be other than that herein 
described without departing from the Scope of the present 
invention. 

Subjecting a wafer to this defect dissolving treatment 
results in the formation of a Stratum near the Surface of the 
wafer having a concentration of agglomerated vacancy 
defects which is reduced, as compared to the concentration 
of such defects in the starting material. Preferably, however, 
this Surface layer will be Substantially free of agglomerated 
vacancy defects. In this regard, it is to be noted that as used 
herein the phrase “Substantially free of agglomerated 
vacancy defects' shall mean a concentration of agglomer 
ated defects within the stratum that is less than the detection 
limit of these defects, which is currently about 10 defects/ 
cm. 
The conditions employed in the agglomerated defect 

dissolution treatment also results in the dissolution of oxy 
gen precipitate nucleation centers present in the wafer, 
provided the wafer has not previously been Subjected to a 
Stabilizing heat treatment. In order to reestablish these 
centers, and thus enable the wafer to have an increased 
density of oxygen precipitates for IG purposes, the wafer is 
next Subjected to a Sequence of Steps in which a vacancy 
concentration profile is formed. This portion of the present 
process effectively acts to determine or "print’ the manner 
in which oxygen will ultimately precipitate within the wafer 
during an electronic device manufacturing process. Refer 
ring now to FIG. 1, wafer 1, having a front Surface 3, a back 
Surface 5, and an imaginary central plane 7 between the front 
and back Surfaces, is heat-treated in an oxygen-containing 
atmosphere in Step S of this portion of the present process, 
in order to grow a Superficial oxide layer 9 which envelopes 
the wafer. In general, the oxide layer will have a thickness 
which is greater than the native oxide layer which forms 
upon silicon (about 15 Angstroms); preferably, the oxide 
layer has a thickness of at least about 20 Angstroms and, in 
Some embodiments, at least about 25 Angstroms Or even at 
least about 30 Angstroms. Experimental evidence obtained 
to-date, however, Suggests that oxide layerS having a thick 
neSS greater than about 30 Angstroms, while not interfering 
with the desired effect, provide little or no additional benefit. 

It is to be noted that the terms "front” and “back” in this 
context are used to distinguish the two major, generally 
planar Surfaces of the wafer; the front Surface of the wafer, 
as that term is used herein, is not necessarily the Surface onto 
which an electronic device will Subsequently be fabricated 
nor is the back Surface of the wafer as that term is used 
herein necessarily the major Surface of the wafer which is 
opposite the Surface onto which the electronic device is 
fabricated. In addition, because Silicon wafers typically have 
some total thickness variation (TTV), warp and bow, the 
midpoint between every point on the front Surface and every 
point on the back Surface may not precisely fall within a 
plane; as a practical matter, however, the TTV, warp and 
bow are typically So Slight that to a close approximation the 
midpoints can be said to fall within an imaginary central 
plane which is approximately equidistant between the front 
and back Surfaces. 
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In Step S of the precipitation portion of the present 
process, the wafer 1 is Subjected to a heat-treatment Step in 
which the wafer is heated to an elevated temperature to form 
and thereby increase the number density of crystal lattice 
vacancies 13 in the wafer. Preferably, this heat-treatment 
Step is carried out in a rapid thermal annealer in which the 
wafers are rapidly heated to a target temperature and 
annealed at that temperature for a relatively short period of 
time. In general, the wafer is Subjected to a temperature in 
excess of about 1150° C., preferably at least about 1175 C., 
more preferably at least about 1200° C., and most preferably 
between about 1200° C. and about 1275 C. 

In a first embodiment of the precipitation portion of the 
present process, the rapid thermal annealing Step is carried 
out in the presence of a nitriding atmosphere; that is, the 
anneal is carried out in an atmosphere containing nitrogen 
gas (N2) or a nitrogen-containing compound gas, Such as 
ammonia, which is capable of nitriding an exposed Silicon 
Surface. The atmosphere may thus consist entirely of nitro 
gen or nitrogen compound gas, or it may additionally 
comprise a non-nitriding gas Such as argon. An increase in 
vacancy concentration throughout the wafer is achieved 
nearly, if not immediately, upon achieving the annealing 
temperature. The wafer will generally be maintained at this 
temperature for at least one Second, typically for at least 
Several Seconds (e.g., at least 3), preferably for several tens 
of Seconds (e.g., 20, 30, 40, or 50 seconds) and, depending 
upon the desired characteristics of the wafer, for a period 
which may range up to about 60 seconds (which is near the 
limit for commercially available rapid thermal annealers). 
The resulting wafer will have a relatively uniform vacancy 
concentration (number density) profile in the wafer. 

Based upon experimental evidence obtained to-date, the 
atmosphere in which the rapid thermal annealing Step is 
carried out preferably has no more than a relatively Small 
partial preSSure of oxygen, water vapor and other oxidizing 
gases, that is, the atmosphere has a total absence of oxidiz 
ing gases or a partial pressure of Such gases which is 
insufficient to inject Sufficient quantities of Silicon Self 
interstitial atoms which Suppress the build-up of vacancy 
concentrations. While the lower limit of oxidizing gas 
concentration has not been precisely determined, it has been 
demonstrated that for partial pressures of oxygen of 0.01 
atmospheres (atm.), or 10,000 parts per million atomic 
(ppma), no increase in vacancy concentration and no effect 
is observed. Thus, it is preferred that the atmosphere have a 
partial preSSure of oxygen and other oxidizing gases of leSS 
than 0.01 atm. (10,000 ppma); more preferably the partial 
preSSure of these gases in the atmosphere is no more than 
about 0.005 atm. (5,000 ppma), more preferably no more 
than about 0.002 atm. (2,000 ppma), and most preferably no 
more than about 0.001 atm. (1,000 ppma). 

In addition to causing the formation of crystal lattice 
vacancies, the rapid thermal annealing Step causes the dis 
Solution of any unstabilized oxygen precipitate nucleation 
centers which are present in the Silicon Starting material. 
These nucleation centers may be formed, for example, 
during the growth of the Single crystal Silicon ingot from 
which the wafer was sliced, or as a consequence of Some 
other event in the previous thermal history of the wafer or of 
the ingot from which the wafer is sliced. Thus, the presence 
or absence of these nucleation centers in the Starting material 
is not critical, provided these centers are capable of being 
dissolved during the rapid thermal annealing Step. 

The rapid thermal anneal may be carried out in any of a 
number of commercially available rapid thermal annealing 
(“RTA") furnaces in which wafers are individually heated by 
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8 
banks of high power lamps. RTA furnaces are capable of 
rapidly heating a Silicon wafer, e.g., they are capable of 
heating a wafer from room temperature to 1200° C. in a few 
seconds. One such commercially available RTA furnace is 
the model 610 furnace available from AG ASSociates 
(Mountain View, Calif.). 

Intrinsic point defects (vacancies and Silicon Self 
interstitials) are capable of diffusing through single crystal 
Silicon with the rate of diffusion being temperature depen 
dent. The concentration profile of intrinsic point defects, 
therefore, is a function of the diffusivity of the intrinsic point 
defects and the recombination rate as a function of tempera 
ture. For example, the intrinsic point defects are relatively 
mobile at temperatures in the vicinity of the temperature at 
which the wafer is annealed in the rapid thermal annealing 
Step, whereas they are essentially immobile for any com 
mercially practical time period attemperatures of as much as 
700 C. Experimental evidence obtained to-date suggests 
that the effective diffusion rate of vacancies slows consid 
erably at temperatures less than about 700° C. and perhaps 
as great as 800° C., 900 C., or even 1,000 C., the vacancies 
can be considered to be immobile for any commercially 
practical time period. 
Upon completion of Step S, the wafer is rapidly cooled 

in step S through the range of temperatures at which crystal 
lattice vacancies are relatively mobile in the Single crystal 
Silicon. AS the temperature of the wafer is decreased through 
this range of temperatures, the vacancies diffuse to the oxide 
layer 9 and are annihilated, thus leading to a change in the 
vacancy concentration profile with the extent of change 
depending upon the length of time the wafer is maintained 
at a temperature within this range. If the wafer were held at 
this temperature within this range for an infinite period of 
time, the vacancy concentration would once again become 
substantially uniform throughout wafer bulk 11 with the 
concentration being an equilibrium value which is Substan 
tially less than the concentration of crystal lattice vacancies 
immediately upon completion of the heat treatment Step. By 
rapidly cooling the wafer, however, a non-uniform distribu 
tion of crystal lattice vacancies can be achieved with the 
maximum vacancy concentration being at or near central 
plane 7 and the vacancy concentration decreasing in the 
direction of the front Surface 3 and back Surface 5 of the 
wafer. In general, the average cooling rate within this range 
of temperatures is at least about 5 C. per Second and 
preferably at least about 20 C. per Second. Depending upon 
the desired depth of the denuded Zone, the average cooling 
rate may preferably be at least about 50 C. per second, still 
more preferably at least about 100° C. per second, with 
cooling rates in the range of about 100° C. to about 200 C. 
per Second being presently preferred for Some applications. 
Once the wafer is cooled to a temperature outside the range 
of temperatures at which crystal lattice vacancies are rela 
tively mobile in the Single crystal Silicon, the cooling rate 
does not appear to significantly influence the precipitating 
characteristics of the wafer and thus, does not appear to be 
narrowly critical. Conveniently, the cooling Step may be 
carried out in the same atmosphere in which the heating Step 
is carried out. 

In Step S of the precipitation portion of the present 
process, the wafer is Subjected to an oxygen precipitation 
heat-treatment. For example, the wafer may be annealed at 
a temperature of 800° C. for four hours and then at a 
temperature of 1000 C. for sixteen hours. Alternatively and 
preferably, the wafer is loaded into a furnace which is at a 
temperature of about 800° C. as the first step of an electronic 
device manufacturing process. When loaded into a furnace 
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at this temperature, the previously rapidly thermal annealed 
wafer will have separate zones which behave differently 
with respect to oxygen precipitation. In the high vacancy 
regions (the wafer bulk), oxygen clusters rapidly as the 
wafer enters the furnace. By the time the loading tempera 
ture is reached, the clustering process is finished and a 
distribution of clusters is reached which depends only upon 
the initial concentration of vacancies. In the low vacancy 
regions (near the wafer Surfaces), the wafer behaves like a 
normal wafer which lackS pre-existing oxygen precipitate 
nucleation centers, that is, oxygen clustering is not observed. 
As the temperature is increased above 800° C. or if the 
temperature remains constant, the clusters in the vacancy 
rich Zone grow into precipitates and are thereby consumed, 
whereas in the vacancy lean Zone nothing happens. By 
dividing the wafer into various Zones of vacancy 
concentration, a template is effectively created through 
which is written an oxygen precipitate pattern which is fixed 
the moment the wafer is loaded into the furnace. 
As illustrated in FIG. 1, the resulting depth distribution of 

oxygen precipitates in the wafer is characterized by clear 
regions of oxygen precipitate-free material (denuded Zones) 
15 and 15' extending from the front surface 3 and back 
Surface 5 to a depth t, t', respectively. Between the oxygen 
precipitate-free regions, 15 and 15, there is a region 17 
which contains a Substantially uniform density of oxygen 
precipitates. 

The concentration of oxygen precipitates in region 17 is 
primarily a function of the heating Step and Secondarily a 
function of the cooling rate. In general, the concentration of 
oxygen precipitates increases with increasing temperature 
and increasing annealing times in the heating Step, with 
precipitate densities in the range of about 1x10" to about 
5x10" precipitates/cm being routinely obtained. 
The depth t, t' from the front and back surfaces, 

respectively, of oxygen precipitate-free material (denuded 
Zones) 15 and 15" is primarily a function of the cooling rate 
through the temperature range at which crystal lattice vacan 
cies are relatively mobile in Silicon. In general, the depth t, 
t' increases with decreasing cooling rates, with denuded Zone 
depths of at least about 10, 20, 30, 40, 50, 70 or even 100 
micrometers being attainable. Significantly, the depth of the 
denuded Zone is essentially independent of the details of the 
electronic device manufacturing process and, in addition, 
does not depend upon the out-diffusion of oxygen as is 
conventionally practiced. 

While the rapid thermal treatments may result in the 
out-diffusion of a Small amount of oxygen from the Surface 
of the front and back Surfaces of the wafer, the amount of 
out-diffusion is significantly less than what is observed in 
conventional processes for the formation of denuded Zones. 
AS a result, an “ideal precipitating wafer' is formed having 
a Substantially uniform interstitial oxygen concentration as a 
function of distance from the Silicon Surface. For example, 
prior to the oxygen precipitation heat-treatment (S), the 
wafer will have a substantially uniform concentration of 
interstitial oxygen from the center of the wafer to regions of 
the wafer which are within about 15 microns of the silicon 
Surface, more preferably from the center of the Silicon to 
regions of the wafer which are within about 10 microns of 
the Silicon Surface, even more preferably from the center of 
the silicon to regions of the wafer which are within about 5 
microns of the Silicon Surface, and most preferably from the 
center of the silicon to regions of the wafer which are within 
about 3 microns of the Silicon Surface. In this context, a 
Substantially uniform oxygen concentration shall mean a 
variance in the oxygen concentration of no more than about 
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50%, preferably no more than about 20%, and most prefer 
ably no more than about 10%. 

Typically, oxygen precipitation heat-treatments do not 
result in a Substantial amount of oxygen outdiffusion from 
the heat-treated wafer. As a result, the concentration of 
interstitial oxygen in the denuded Zone at distances more 
than Several microns from the wafer Surface will not Sig 
nificantly change as a consequence of the precipitation 
heat-treatment. For example, if the denuded Zone of the 
wafer consists of the region of the wafer between the Surface 
of the Silicon and a distance, D (which is at least about 10 
micrometers) as measured from the front Surface and toward 
the central plane, the oxygen concentration at a position 
within the denuded Zone which is at a distance from the 
Silicon Surface equal to one-half of D will typically be at 
least about 75% of the peak concentration of the interstitial 
oxygen concentration anywhere in the denuded Zone. For 
Some oxygen precipitation heat-treatments, the interstitial 
oxygen concentration at this position will be even greater, 
i.e., at least 80%, 85%, 90% or even 95% of the maximum 
oxygen concentration anywhere in the denuded Zone. 

In a Second embodiment of the precipitation portion of the 
present process, a non-nitriding atmosphere is used instead 
of the nitriding atmosphere used in the heating (rapid 
thermal annealing) and cooling steps of the first embodi 
ment. Suitable non-nitriding atmospheres include argon, 
helium, neon, carbon dioxide, and other Such non-oxidizing, 
non-nitriding elemental and compound gases, or mixtures of 
Such gases. The non-nitriding atmosphere, like the nitriding 
atmosphere, may contain a relatively Small partial pressure 
of oxygen, i.e., a partial pressure less than 0.01 atm. (10,000 
ppma), more preferably less than 0.005 atm. (5,000 ppma), 
more preferably less than 0.002 atm. (2,000 ppma), and most 
preferably less than 0.001 atm. (1,000 ppma). 

In a third embodiment of the precipitation portion of the 
present process, Step S (the thermal oxidation Step) is 
omitted and the Starting wafer has no more than a native 
oxide layer. When Such a wafer is annealed in a nitrogen 
atmosphere, however, the effect differs from that which is 
observed when a wafer having an oxide layer which is 
greater in thickness than a native oxide layer ("enhanced 
oxide layer”) is annealed in nitrogen. When the wafer 
containing an enhanced oxide layer is annealed in a nitrogen 
atmosphere, a Substantially uniform increase in the vacancy 
concentration is achieved throughout the wafer nearly, if not 
immediately, upon reaching the annealing temperature; 
furthermore, the vacancy concentration does not appear to 
Significantly increase as a function of annealing time at a 
given annealing temperature. If the wafer lacks anything 
more than a native oxide layer and if the front and back 
Surfaces of the wafer are annealed in nitrogen, however, the 
resulting wafer will have a vacancy concentration (number 
density) profile which is generally “U-shaped” for a cross 
Section of the wafer; that is, a maximum concentration will 
occur at or within Several micrometers of the front and back 
Surfaces and a relatively constant and lesser concentration 
will occur throughout the wafer bulk with the minimum 
concentration in the wafer bulk initially being approximately 
equal to the concentration which is obtained in wafers 
having an enhanced oxide layer. Furthermore, an increase in 
annealing time will result in an increase in vacancy concen 
tration in wafers lacking anything more than a native oxide 
layer. 

Experimental evidence further Suggests that this differ 
ence in behavior for waferS having no more than a native 
oxide layer and waferS having an enhanced oxide layer can 
be avoided by including molecular oxygen or another oxi 
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dizing gas in the atmosphere. Stated another way, when 
waferS having no more than a native oxide layer are 
annealed in a nitrogen atmosphere containing a Small partial 
preSSure of oxygen, the wafer behaves the Same as a wafer 
having an enhanced oxide layer. Without being bound to any 
theory, it appears that a Superficial oxide layer, which is 
greater in thickness than a native oxide layer, Serves as a 
shield which inhibits nitridization of the silicon. This 
enhanced oxide layer may thus be present on the Starting 
wafer or it may be formed in Situ by growing this layer 
during the annealing Step. 

In accordance with this third embodiment of the precipi 
tation portion of the present process, therefore, the atmo 
Sphere during the rapid thermal annealing Step preferably 
contains a partial pressure of at least about 0.0001 atm. (100 
ppma), more preferably a partial pressure of at least about 
0.0002 atm. (200 ppma). For the reasons previously 
discussed, however, the partial pressure of oxygen prefer 
ably does not exceed 0.01 atm. (10,000 ppma), and is more 
preferably less than 0.005 atm. (5,000 ppma), still more 
preferably less than 0.002 atm. (2,000 ppma), and most 
preferably less than 0.001 atm. (1,000 ppma). 

However, it is to be noted that as an alternative to utilizing 
an atmosphere having a partial pressure of oxygen, the 
Silicon wafer may simply be Subjected to a thermal anneal, 
or rapid thermal anneal, treatment under an oxygen atmo 
Sphere after annealing under a nitrogen atmosphere or a 
neutral atmosphere, in accordance with Step S, is complete. 
The oxygen annealing Step may be performed after the wafer 
has been allowed to cool or, alternatively, may be performed 
at temperature (i.e., while the wafer is still hot after the 
initial thermal anneal Step has been completed). 
Furthermore, this oxygen anneal step may optionally be 
performed for any of the above-described embodiments as a 
means by which to further tailor or profile the vacancy 
concentration within the Silicon wafer and, as Such, the 
resulting oxygen precipitate pattern in the wafer. 

Without being held to any particular theory, it is believed 
that oxygen annealing results in the oxidation of the Silicon 
Surface and, as a result, acts to create an inward flux of 
silicon self-interstitials. This inward flux of self-interstitials 
has the effect of gradually altering the vacancy concentration 
profile by causing recombinations to occur, beginning at the 
Surface and then moving inward. A region of low vacancy 
concentration may therefore be created which, following an 
oxygen precipitation heat treatment, results in a denuded 
Zone having a depth optimized for the particular end use of 
the device which is to be fabricated from the silicon wafer. 

For Silicon waferS having the peak concentration of 
vacancies within the bulk 17 of the silicon wafer, the depths 
t and t' of regions 15 and 15", respectively, may be selectively 
increased by controlling the rate at which oxidation of the 
Surfaces occurs. The rate of oxidation is in turn dependent 
upon a number of factors, Such as the atmospheric 
conditions, temperature and duration of this oxidation Step. 
For example, the rate of oxidation will increase as the 
concentration of oxygen in the atmosphere increases, with 
the rate being greatest when pyrogenic Steam is employed. 

It is to be noted that the precise conditions for the 
oxidative treatment may be empirically determined by 
adjusting the temperature and duration of the anneal, and the 
atmospheric conditions (i.e., the composition of the 
atmosphere, as well as the oxygen partial pressure) in order 
to optimize the depths t and/or t'. However, if Something 
other than pure oxygen or pyrogenic Steam is employed in 
the present process, preferable the partial preSSure of oxygen 
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in the atmosphere will be at least about 0.0001 (100 ppma), 
more preferably at least about 0.0002 (200 ppma), still more 
preferably at least about 0.0004 (400 ppma), and still more 
preferably at least about 0.0008 (800 ppma). In this regard 
it is to be noted that the limitations placed upon the oxygen 
content, or partial pressure, for the thermal anneal step S are 
not applicable for this optional Step of the precipitation 
process. Furthermore, if the peak concentration of vacancies 
for region 17 is to be Substantially retained, the temperature 
of this oxidative treatment is preferably in excess of about 
1150 C. More preferably, the temperature is at least about 
equal to the temperature employed during the thermal treat 
ment of Step S. Without being held to any particular theory, 
it is believed that if the temperature is less than that 
employed during the thermal treatment, the peak concentra 
tion of vacancies in region 17 may actually decrease because 
of the direct recombination of vacancies and Self 
interstitials. 
Once the oxidative treatment has been completed, the 

wafer may be rapidly cooled, as in Step S above, through 
the range of temperatures at which crystal lattice vacancies 
are relatively mobile in the Single crystal Silicon. By rapidly 
cooling the wafer, the vacancy concentration profile is 
effectively “frozen” within the silicon matrix, thus estab 
lishing a non-uniform distribution of crystal lattice vacan 
cies. It is therefore desirable to cool at an average rate within 
this range of temperatures of at least about 5 C. per Second, 
in order to avoid the vacancy concentration profile which 
has been established from being lost or erased. Preferably, 
however, the cooling rate is at least about 20 C. per Second. 
It is to be noted that as the cooling rate is changed, the 
resulting profile may be further modified. Accordingly, 
depending upon the desired profile to be obtained, the 
average cooling rate may be at least about 50 C. per second, 
about 100° C. per second, or up to about 200 C. per second 
O OC. 

Once the wafer is cooled to a temperature outside the 
range of temperatures at which crystal lattice vacancies are 
relatively mobile in the Single crystal Silicon, the cooling 
rate does not appear to Significantly influence the precipi 
tating characteristics of the wafer and thus, does not appear 
to be narrowly critical. Conveniently, the cooling Step may 
be carried out in the same atmosphere in which the heating 
Step is carried out. 
The Separate oxidative treatment is an acceptable alter 

native to controlling the vacancy concentration profile by 
means of adjusting the rate of cooling, as described in detail 
above. Accordingly, when this oxidative treatment is 
employed the cooling rate of Step S may be greater than that 
herein described. In addition, it is to be noted that this 
oxidative treatment is preferred when the desired depths of 
t or t' are in excess of tens of micrometers, Several tens of 
micrometers, or more. 

It is to be further noted that the flexibility offered by the 
oxidative treatment enables this approach to be Successfully 
performed on a wafer having a vacancy concentration 
(number density) profile which is generally “U-shaped.” 
More specifically, as noted above, if a wafer having only a 
native oxide layer on the wafer Surface is Subjected to the 
thermal anneal Step S, the resulting wafer will possess a 
vacancy profile which is generally “U-shaped.” By Subject 
ing Such a wafer to this oxidative anneal treatment, the 
vacancy concentration profile may be altered, the exposure 
conditions being Selectively determined in order to yield a 
desired vacancy profile which comports with present inven 
tion. 

In other embodiments of the precipitation process, the 
front and back Surfaces of the wafer may be exposed to 
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different atmospheres, each of which may contain one or 
more nitriding or non-nitriding gases. For example, the back 
Surface of the wafer may be exposed to a nitriding atmo 
Sphere as the front Surface is exposed to a non-nitriding 
atmosphere. Alternatively, multiple wafers (e.g., 2, 3 or 
more wafers) may be simultaneously annealed while being 
Stacked in face-to-face arrangement, when annealed in this 
manner, the faces which are in face-to-face contact are 
mechanically Shielded from the atmosphere during the 
annealing. Alternatively, and depending upon the atmo 
Sphere employed during the rapid thermal annealing Step 
and the desired oxygen precipitation profile of the wafer, the 
oxide layer may be formed only upon the side of the wafer 
at which the denuded Zone is desired, e.g., front Surface 3 of 
the wafer (see FIG. 1). 

It is to be noted that, alternatively, the precipitation 
proceSS may be performed on the Silicon wafer prior to 
thermally annealing the wafer to dissolve agglomerated 
vacancy defects. However, if Such an approach is employed, 
it is preferred that the wafer be subjected to a stabilizing heat 
treatment prior to being Subjected to the defect dissolving 
treatment. For example, the wafer may be heated to a 
temperature within the range of about 400 to about 850 C. 
for a period Sufficient to impart the Stability necessary to 
withstand the temperature of the defect dissolving treatment. 
In this regard, it is to be noted that greater Stabilization is 
imparted as the duration of the heat treatment increases. 
Accordingly, durations of 20, 40, 60 or more minutes, up to 
2, 3 or 4 hours or more, may be necessary depending upon 
the conditions of the defect dissolving treatment to be used. 
For example, a typical Set of conditions employed for 
Stabilization include heating the wafer to a temperature 
between about 650 and about 850° C. for about 1 to about 
4 hours. 

If a heat treatment Sufficient to Stability oxygen precipitate 
nucleation centerS is employed, then oxygen precipitates 
may optionally be formed directly during the defect disso 
lution treatment; that is, the oxygen precipitation Step S. 
may be replaced by the defect dissolving treatment. 
Alternatively, if desired the oxygen precipitation heat 
treatment, Such as that referred to above for step S, may be 
completed prior to initiating the defect dissolving Step. 

The Starting material for the process of the present inven 
tion is a single crystal Silicon wafer which has been Sliced 
from a Single crystal ingot grown in accordance with con 
ventional Czochralski crystal growing methods. Such 
methods, as well as Standard Silicon Slicing, lapping, 
etching, and polishing techniques are disclosed, for 
example, in F. Shimura, Semiconductor Silicon Crystal 
Technology, Academic Press, 1989, and Silicon Chemical 
Etching, (J. Grabmaier ed.) Springer-Verlag, New York, 
1982 (incorporated herein by reference). The silicon wafer 
may be a polished or, alternatively, it may be lapped and 
etched but not polished. In addition, the wafer may have 
vacancy or Self-interstitial point defects as the predominant 
intrinsic point defect. For example, the wafer may be 
vacancy dominated from center to edge, Self-interstitial 
dominated from center to edge, or it may contain a central 
core of vacancy of dominated material Surrounded by an 
axially Symmetric ring of Self-interstitial dominated mate 
rial. 

Czochralski-grown Silicon typically has an oxygen con 
centration within the range of about 5x107 to about 9x107 
atoms/cm (ASTM standard F-121-83). Because the oxygen 
precipitation behavior of the wafer becomes essentially 
decoupled from the oxygen concentration in the present 
process, the Starting wafer may have an oxygen concentra 
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tion falling anywhere within or even outside the range 
attainable by the Czochralski process. 

Depending upon the cooling rate of the Single crystal 
Silicon ingot from the temperature of the melting point of 
silicon (about 1410° C.) through the range of about 750° C. 
to about 350° C., oxygen precipitate nucleation centers may 
form in the Single crystal Silicon ingot from which the wafer 
is sliced. The presence or absence of these nucleation centers 
in the Starting material is not critical to the present invention 
provided, however, these centers are capable of being dis 
Solved by heat-treating the Silicon at temperatures not in 
excess of about 1300 C. Certain heat-treatments, such as 
annealing the silicon at a temperature of about 800° C. for 
about four hours, can Stabilize these centerS Such that they 
are incapable of being dissolved at temperatures not in 
excess of about 1150° C. The detection limit for oxygen 
precipitates is currently about 5x10" precipitates/cm. The 
presence (or density) of oxygen precipitation nucleation 
centers cannot be directly measured using presently avail 
able techniques. Various techniques may be used, however, 
to indirectly detect their presence. AS previously discussed, 
preexisting oxygen precipitate nucleation centers in the 
Silicon can be Stabilized and precipitates can be grown at 
these Sites by Subjecting the Silicon to an oxygen precipita 
tion heat treatment. Thus, the presence of these nucleation 
centers can indirectly be measured after an oxygen precipi 
tation heat treatment, e.g., annealing the wafer at a tempera 
ture of 800° C. for four hours and then at a temperature of 
1000 C. for sixteen hours. 

Substitutional carbon, when present as an impurity in 
Single crystal Silicon, has the ability to catalyze the forma 
tion of oxygen precipitate nucleation centers. For this and 
other reasons, therefore, it is preferred that the Single crystal 
Silicon Starting material have a low concentration of carbon. 
That is, the Single crystal Silicon should have a concentration 
of carbon which is less than about 5x10' atoms/cm, 
preferably which is less than 1x10" atoms/cm, and more 
preferably less than 5x10" atoms/cm. 

If an epitaxial layer is to be deposited upon a wafer 
prepared in accordance with the present invention, the 
present proceSS may be carried out either before or after 
epitaxial deposition. If carried out before, it may be desir 
able to Stabilize the oxygen precipitate nucleation centers in 
the wafer after the process of the present invention and 
before the epitaxial deposition. If carried out after, it may be 
desirable to carry out the process of the present invention in 
the epitaxial reactor immediately after the epitaxial 
deposition, provided the cooling rates required by the pro 
ceSS of the present invention can be achieved. 
The measurement of crystal lattice vacancies in Single 

crystal Silicon can be carried out by platinum diffusion 
analysis. In general, platinum is deposited on the Samples 
and diffused in a horizontal Surface with the diffusion time 
and temperature preferably being Selected Such that the 
Frank-Turnbull mechanism dominates the platinum 
diffusion, but which is sufficient to reach the steady-state of 
vacancy decoration by platinum atoms. For waferS having 
vacancy concentrations which are typical for the present 
invention, a diffusion time and temperature of 730 C. for 20 
minutes may be used, although more accurate tracking 
appears to be attainable at a lesser temperature, e.g., about 
680 C. In addition, to minimize a possible influence by 
Silicidation processes, the platinum deposition method pref 
erably results in a Surface concentration of less than one 
monolayer. Platinum diffusion techniques are described 
elsewhere, for example, by Jacob et al., J. Appl. PhyS., Vol. 
82, p. 182 (1997); Zimmermann and Ryssel, “The Modeling 
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of Platinum Diffusion. In Silicon Under Non-Equilibrium 
Conditions,” J. Electrochemical Society, Vol. 139, p. 256 
(1992); Zimmermann, Goesele, Seilenthal and Eichiner, 
“Vacancy Concentration Wafer Mapping In Silicon,” Jour 
nal of Crystal Growth, Vol. 129, p. 582 (1993); Zimmermann 
and Falster, “Investigation Of The Nucleation of Oxygen 
Precipitates in Czochralski Silicon. At An Early Stage, Appl. 
Phys. Lett., vol. 60, p. 3250 (1992); and Zimmermann and 
Ryssel, Appl. Phys. A, vol. 55, p. 121 (1992). 

Examples 1 through 5 illustrate the precipitation portion 
of the present invention. These Examples should therefore 
not be interpreted in a limiting Sense. 

EXAMPLE 1. 

Silicon single crystals were pulled by the Czochralski 
method, sliced and polished to form silicon wafers. These 
wafers were then Subjected to a Surface oxidation step (S), 
rapid thermal annealing Step in nitrogen or argon (S), 
rapidly cooled (S-), and Subjected to an oxygen Stabilization 
and growth step (S) under the conditions set forth in Table 
I. The initial oxygen concentration of the wafers (O) before 
StepSS-S, the oxygen precipitate density in the bulk of the 
wafers after step S (OPD), and the depth of the denuded 
Zone after step S (DZ) are also reported in Table I. 

TABLE I 

Sample 4-7 4-8 3-14 

S. 15 min at 15 min at Ole 
1,000° C. 1,000° C. 
in N + in N + 
~1% O. ~1% O. 

S. 35 seconds 35 seconds 35 seconds 
at 1250° C. at 1250° C. at 125O C. 
in N. in Air in N. 

Ss 100° C.fsec 100° C.fsec 100° C.fsec 
S. 4 hr at 4 hr at 4 hr at 

800° C. + 800° C. + 800° C. + 
16 hr at 16 hr at 16 hr at 
1,000° C. 1,000° C. 1,000° C. 
in N, in N, in N, 

O 7 x 1017 6.67 x 107 7.2 x 107 
(atoms/cm) 
OPD 1 x 1010 4.4 x 10 1.69 x 1010 
(atoms/cm) 
DZ, 70 95 O 
(depth in tum) 

FIGS. 2, 3, and 4 show cross-sections of the resulting wafers 
(these figures are enlargements of photographs taken at a 
magnification of 200x); sample 4-7 is shown in FIG. 2, 
sample 4-8 is shown in FIG. 3, and sample 3-14 is shown 
in FIG. 4. 

In addition, the concentration of crystal lattice vacancies 
in the Sample 4-7 was mapped using a platinum diffusion 
technique. A plot of platinum concentration versus depth 
from the surface of the wafer (a depth of 0 micrometers 
corresponding to the front Side of the wafer) appears in FIG. 
5. 

EXAMPLE 2 

To demonstrate that the precipitation portion of the pro 
ceSS of the present invention is relatively independent of 
oxygen concentration for Czochralski-grown Silicon wafers, 
three wafers having different oxygen concentrations were 
Subjected to the same Series of Steps described in Example 
1. The conditions for each of these Steps, the initial oxygen 
concentration of the wafers (O) before steps S-S, the 
oxygen precipitate density (OPD) in the bulk of the wafers 
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after step S, and the depth of the denuded Zone (DZ) after 
Step S as measured from the Surface of the wafer are 
reported in Table II. FIGS. 6, 7, and 8 show cross-sections 
of the resulting wafers (these figures are enlargements of 
photographs taken at a magnification of 200x); Sample 3-4 
is shown in FIG. 6, sample 3-5 is shown in FIG. 7, and 
sample 3-6 is shown in FIG. 8. 

TABLE II 

Sample 3-4 3-5 3-6 

S. 15 min at 15 min at 15 min at 
1,000° C. 1,000° C. 1,000° C. 
in N + in N + in N + 
~1% O. ~1% O. ~1% O. 

S. 35 seconds 35 seconds 35 seconds 
at 1250° C. at 1250° C. at 125O C. 
in N. in N. in N. 

Ss 125 C.fsec 125 C.fsec 125 C.fsec 
S. 4 hr at 4 hr at 4 hr at 

800° C. + 800° C. + 800° C. + 
16 hr at 16 hr at 16 hr at 
1,000° C. 1,000° C. 1,000° C. 
in N. in N. in N. 

O 6 x 107 7 x 1017 8 x 107 
(atoms/cm) 
OPD 4 x 1010 1 x 1010 6 x 1010 
(atoms/cm) 
DZ, ~40 ~40 ~40 
(depth in tum) 

EXAMPLE 3 

To demonstrate that the precipitation portion of the pro 
ceSS of the present invention was relatively independent of 
the conditions used for the oxygen precipitate Stabilization 
and growth step (S), a wafer (sample 1-8) having the same 
initial oxygen concentration was Subjected to the same Series 
of StepS described in Example 2 for Sample 3–4 except that 
a proprietary, commercial 16 Mb DRAM process was used 
as the oxygen precipitate Stabilization and growth step (S). 
FIG. 9 shows a cross-section of the resulting wafer (this 
figure is an enlargement of a photograph taken at a magni 
fication of 200x). After step S, samples 1-8 and 3-4 had 
comparable bulk oxygen precipitate densities (7x10"/cm 
for sample 1-8 versus 4x10"/cm for sample 3-4) and 
comparable denuded Zone depths (approximately 40 
micrometers). 

EXAMPLE 4 

This example illustrates the trend that may be observed in 
the density of bulk microdefects (BMD), i.e., the density of 
oxygen precipitants, and the depth of the denuded Zone (DZ) 
resulting from an increase in the concentration of oxygen in 
the atmosphere during the heat-treatment Step of the pre 
cipitation process. Three different Sets of wafers were Sub 
jected to rapid thermal annealing under varying process 
conditions. The wafers in Set A were annealed at 1200° C. 
for 30 Seconds under a nitrogen atmosphere; the wafers in 
Set B were annealed under the same conditions for 20 
seconds; and, the wafers in Set C were annealed at 1200° C. 
for 30 Seconds under an argon atmosphere. A pre-oxidation 
Step was not performed on any of the wafers in the three Sets 
in this Example. 
As indicated by Table III, below, the oxygen partial 

preSSure was increased for each wafer within a given Set. 
Once annealing was completed, the BMD density and DZ 
depth for each wafer was determined by means Standard in 
the art. The results are present in Table III, below. 
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TABLE III 

Wafer Oxygen Partial BMD Density DZ Depth 
Set Pressure (defects/cm) (microns) 

A. 250 ppma 6.14 x 10 70 
A. 500 ppma 6.24 x 10 8O 
A. 1000 ppma 2.97 x 10 8O 
A. 2000 ppma 7.02 x 10 1OO 
A. 5000 ppma 2.99 x 107 ND 
A. 1 x 10 ppma 6.03 x 10° ND 
B 500 ppma 2.59 x 10 8O 
B 1000 ppma 1.72 x 10 1OO 
B 2000 ppma 9.15 x 10 1OO 
B 5000 ppma 2.65 x 107 ND 
B 1 x 10 ppma 2.17 x 10 ND 
C 250 ppma 2.65 x 10 90 
C 500 ppma 4.03 x 10 70 
C 1000 ppma 1.72 x 10 140 
C 5000 ppma 1.69 x 10 12O 

ND = not determined. 

The above data shows that as the partial pressure of 
oxygen in the atmosphere increases, the number density of 
bulk microdefects decreases. In addition, when the oxygen 
partial preSSure reaches 10,000 ppma, the number density of 
bulk microdefects is indistinguishable from the number 
density of bulk microdefects which is observed in wafers 
which have been Subjected to an oxygen precipitation heat 
treatment without a prior rapid thermal annealing in accor 
dance with the precipitation portion of the present invention. 

EXAMPLE 5 

Oxidative Thermal Anneal Treatment 

For purposes of illustrating the oxidative thermal treat 
ment of the precipitation portion of the present invention, 
Silicon wafers, obtained from Single crystal Silicon ingots 
grown in accordance with the Czochralski method, having 
only a native oxide layer were Subjected to a thermal 
annealing step (S). In each case, the wafers were annealed 
in a rapid thermal annealer under an ammonia-containing 
atmosphere at about 1180 C. for about 3 minute, and then 
rapidly cooled (S). Referring now to FIGS. 11 and 12, it 
may be observed that, following an oxygen Stabilization and 
growth step (S) and an NEC-1 treatment, Such process 
conditions yield a Silicon wafer having essentially no 
denuded Zone and a bulk oxygen precipitate density (OPD) 
which is greater than about 1x10" atoms/cm. 

In contrast to the wafer of FIGS. 11 and 12, a denuded 
Zone may be formed if, after cooling (S) is complete and 
prior to Step S, the wafer is Subjected to an oxidative 
thermal anneal step. Referring now to FIGS. 13 and 14, after 
cooling was complete the Surface of a wafer etched slightly 
in order to remove any nitride layer present. The wafer was 
then heated to about 1180 C. for about 3 minutes under an 
OXygen-containing ambient, having an OXygen concentra 
tion in this Example of about 100%, in a rapid thermal 
annealer. It may be observed that, following an oxygen 
Stabilization and growth step (S) and an NEC-1 treatment, 
Such process conditions yield a Silicon wafer having a 
denuded Zone depth of about 60 um and a bulk oxygen 
precipitate density (OPD) which is greater than about 
1x10' atoms/cm. 

Referring now to FIGS. 15 and 16, it may be observed that 
the oxidative thermal anneal Step may be performed on only 
one Side of the Silicon wafer. Single-sided treatment is 
achieved by shielding the side of the wafer which is not to 
be treated. The wafer shown in FIGS. 15 and 16 was treated 
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in the same manner as the wafer shown in FIGS. 13 and 14, 
with the exception that one side of the wafer was shielded by 
first forming a Silicon nitride coating using a low 
temperature, chemical vapor phase deposition (CVD) pro 
ceSS. It may be observed that, following an oxygen Stabili 
zation and growth step (S) and an NEC-1 treatment, the 
resulting wafer has a denuded Zone depth of about 60 um on 
the side which was not shielded (front-side), while the 
shielded side (back-side) of the wafer essentially had no 
denuded Zone. The bulk oxygen precipitate density (OPD) of 
the wafer was greater than about 1x10" atoms/cm. 

It is to be noted that surface etching of the wafer to 
remove any nitride layer present is not necessary in order to 
achieve the results of the precipitation portion of the present 
process. Rather, the Surface etch is optional and, 
accordingly, is not to be viewed in a limiting Sense. 

It is to be further noted that, in view of Example 5, that 
a denuded Zone may be effectively formed by thermally 
annealing the wafer in the presence of an oxidizing atmo 
Sphere. Additionally, a denuded Zone formed by other 
embodiments of the precipitation portion of the present 
invention may be further modified by this thermal oxidation 
treatment. For example, the depth of the denuded Zones of 
samples 4-7 and 4-8 (Example 1) may be increased by 
Subjecting the Samples to this thermal oxidation treatment 
prior to the Oxygen precipitation heat treatment of Step S. 
Likewise, for Sample 3-14 (Example 1), a denuded Zone 
may be formed by subjecting the wafer to this thermal 
oxidation treatment. 

In view of the above, it will be seen that the several 
objects of the invention are achieved. AS Various changes 
could be made in the above compositions and processes 
without departing from the Scope of the invention, it is 
intended that all matter contained in the above description be 
interpreted as illustrative and not in a limiting Sense. 
We claim: 
1. A process for heat-treating a single crystal Silicon wafer 

to dissolve agglomerated vacancy defects and to influence 
the precipitation behavior of oxygen in the wafer in a 
Subsequent thermal processing Step, the Silicon wafer having 
two major, generally parallel Surfaces, one of which is the 
front Surface of the wafer and the other of which is the back 
Surface of the wafer, a central plane between the front and 
back Surfaces, a circumferential edge joining the front and 
back Surfaces, a Stratum extending from the front Surface to 
a distance, D, measured from the front Surface and toward 
the central plane, a Surface layer which, at least in part is 
coextensive with the Stratum and which comprises the 
region of the wafer between the front Surface and a distance, 
D, measured from the front Surface and toward the central 
plane, and a bulk layer which comprises the region of the 
wafer between the central plane and the Surface layer, the 
process comprising: 

thermally annealing the wafer in an atmosphere to dis 
Solve pre-existing agglomerated vacancy defects in the 
Stratum, 

heat-treating the annealed wafer to form crystal lattice 
vacancies in the Surface and bulk layers, and, 

controlling the cooling rate of the heat-treated wafer to 
produce a wafer having a vacancy concentration profile 
in which the peak density is at or near the central plane 
with the concentration generally decreasing in the 
direction of the front Surface of the wafer, the difference 
in the concentration of vacancies in the Surface and 
bulk layers being Such that a thermal treatment of the 
wafer at a temperature in excess of 750° C. is capable 
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of forming a denuded Zone in the Surface layer and 
oxygen clusters or precipitates in the bulk layer with 
the concentration of the oxygen clusters or precipitates 
in the bulk layer being primarily dependant upon the 
concentration of vacancies. 

2. The process of claim 1 wherein the wafer is thermally 
annealed in a hydrogen atmosphere. 

3. The process of claim 1 wherein the wafer is thermally 
annealed in an argon atmosphere. 

4. The process of claim 1 wherein the wafer is thermally 
annealed at a temperature between about 1100° C. and about 
1300° C. 

5. The process of claim 4 wherein the wafer is thermally 
annealed for about 1 to about 4 hours. 

6. The process of claim 1 wherein the wafer is thermally 
annealed to dissolve pre-existing agglomerated vacancy 
defects in the stratum to a depth of about 10 micrometers. 

7. The process of claim 1 wherein the wafer is thermally 
annealed to dissolve pre-existing agglomerated vacancy 
defects in the stratum to a depth of about 20 micrometers. 

8. The process of claim 1 wherein the annealed wafer is 
heat-treated in a non-nitriding atmosphere. 

9. The process of claim 8 wherein the atmosphere for said 
heat-treatment is primarily argon or helium. 

10. The process of claim 1 wherein said cooling rate is at 
least about 50 C. per Second through the temperature range 
at which crystal lattice vacancies are relatively mobile in 
Silicon. 

11. The process of claim 1 wherein Said cooling rate is at 
least about 100° C. per second through the temperature 
range at which crystal lattice vacancies are relatively mobile 
in Silicon. 

12. The process of claim 1 wherein the annealed wafer is 
heat-treated in a nitriding atmosphere. 

13. The process of claim 1 wherein the heat-treatment of 
the annealed wafer comprises heating the wafer to a tem 
perature in excess of about 1175 C. in an oxygen containing 
atmosphere for a period of less than 60 seconds with the 
partial pressure of oxygen being less than about 5,000 ppma. 

14. The process of claim 1 wherein the heat-treatment of 
the annealed wafer comprises heating the wafer to a tem 
perature in excess of about 1200°C. in an oxygen containing 
atmosphere for a period of less than 60 seconds with the 
partial pressure of oxygen being less than about 5,000 ppma. 

15. A proceSS for heat-treating a Single crystal Silicon 
wafer to dissolve agglomerated vacancy defects and to 
influence the precipitation behavior of oxygen in the wafer 
in a Subsequent thermal processing Step, the Silicon wafer 
having a front Surface, a back Surface, a central plane 
between the front and back Surfaces, a Stratum extending 
from the front Surface to a distance, D, measured from the 
front Surface and toward the central plane, a Surface layer 
which, at least in part, is coextensive with the Stratum and 
which comprises the region of the wafer between the front 
Surface and a distance, D, measured from the front Surface 
and toward the central plane, and a bulk layer which 
comprises the region of the wafer between the central plane 
and Surface layer, the proceSS comprising the Steps of 

heat-treating the wafer in an atmosphere to form crystal 
lattice vacancies in the Surface and bulk layers, 

controlling the cooling rate of the heat-treated wafer to 
produce a wafer having a vacancy concentration profile 
in which the peak density is at or near the central plane 
with the concentration generally decreasing in the 
direction of the front Surface of the wafer and the 
difference in the concentration of vacancies in the 
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Surface and bulk layers being Such that a thermal 
treatment of the wafer at a temperature in excess of 
750° C. is capable of forming a denuded Zone in the 
Surface layer and oxygen clusters or precipitates in the 
bulk layer with the concentration of the Oxygen clusters 
or precipitates in the bulk layer being primarily depen 
dant upon the concentration of vacancies, 

Stabilizing oxygen precipitate nucleation centers present 
in the cooled wafer by heating the cooled wafer to a 
temperature of about 650 to about 850 C. for about 1 
hour to about 4 hours, and, 

thermally annealing the Stabilized wafer in an atmosphere 
to dissolve agglomerated vacancy defects present 
within a region extending from the front Surface to a 
depth of at least about 5 microns. 

16. The process of claim 15 wherein the stabilized wafer 
is thermally annealed in a hydrogen atmosphere. 

17. The process of claim 15 wherein the stabilized wafer 
is thermally annealed in an argon atmosphere. 

18. The process of claim 15 wherein the stabilized wafer 
is thermally annealed at a temperature between about 1100 
C. and about 1300° C. 

19. The process of claim 18 wherein the stabilized wafer 
is thermally annealed for about 1 to about 4 hours. 

20. The process of claim 15 wherein the stabilized wafer 
is thermally annealed to dissolve agglomerated vacancy 
defects within a region extending from the front Surface to 
a depth of at least about 10 microns. 

21. The process of claim 15 wherein the stabilized wafer 
is thermally annealed to dissolve agglomerated vacancy 
defects within a region extending from the front Surface to 
a depth of at least about 20 microns. 

22. The process of claim 15 wherein the wafer is heat 
treated in a non-nitriding atmosphere. 

23. The process of claim 22 wherein the atmosphere for 
Said heat-treatment is primarily argon or helium. 

24. The process of claim 15 wherein said cooling rate is 
at least about 50 C. per second through the temperature 
range at which crystal lattice vacancies are relatively mobile 
in Silicon. 

25. The process of claim 15 wherein said cooling rate is 
at least about 100° C. per second through the temperature 
range at which crystal lattice vacancies are relatively mobile 
in Silicon. 

26. The process of claim 15 wherein the wafer is heat 
treated in a nitriding atmosphere. 

27. The process of claim 15 wherein the wafer is heat 
treated at a temperature in excess of about 1175 C. in an 
oxygen containing atmosphere for a period of less than 60 
Seconds with the partial pressure of oxygen being less than 
about 5,000 ppma. 

28. The process of claim 27 wherein the stabilized wafer 
is thermally annealed to dissolve agglomerated vacancy 
defects within a region extending from the front Surface to 
a depth of at least about 10 microns. 

29. The process of claim 15 wherein the wafer is heat 
treated at a temperature in excess of about 1200° C. in an 
oxygen containing atmosphere for a period of less than 60 
Seconds with the partial pressure of oxygen being less than 
about 5,000 ppma. 

30. The process of claim 29 wherein the stabilized wafer 
is thermally annealed to dissolve agglomerated vacancy 
defects within a region extending from the front Surface to 
a depth of at least about 10 microns. 
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