12 United States Patent

Kim et al.

US011885040B2

US 11,885,040 B2
*Jan. 30, 2024

(10) Patent No.:
45) Date of Patent:

(54) SINGLE CRYSTAL EPITAXIAL LAYER
HAVING A RHOMBOHEDRAL LATTICE

(71) Applicant: UNITED STATES OF AMERICA AS
REPRESENTED BY THE
ADMINISTRATOR OF NASA,
Washington, DC (US)

(72) Inventors: Hyun Jung Kim, Poquoson, VA (US);
Sang Hyouk Choi, Poquoson, VA (US)

(73) Assignee: United States of America as
represented by the Administrator of
NASA, Washington, DC (US)

( *) Notice: Subject to any disclaimer, the term of this

patent 1s extended or adjusted under 35
U.S.C. 154(b) by O days.

This patent 1s subject to a terminal dis-
claimer.

(21)  Appl. No.: 17/115,101

(22) Filed: Dec. 8, 2020

(65) Prior Publication Data
US 2021/0123158 Al Apr. 29, 2021
Related U.S. Application Data

(62) Daivision of application No. 15/358,987, filed on Nov.
22, 2016, now Pat. No. 10,858,754.

(Continued)
(51) Int. CL
C30B 29/52 (2006.01)
C30B 23/08 (2006.01)
(Continued)
(52) U.S. CL
CPC ............ C30B 23/08 (2013.01); C30B 23/066

(2013.01); C30B 29/52 (2013.01);
(Continued)

(38) Field of Classification Search
CPC ... C30B 23/00; C30B 23/02; C30B 23/025;
C30B 23/06; C30B 23/063; C30B 23/066;

(Continued)

(36) References Cited
U.S. PATENT DOCUMENTS

3,799,862 A 3/1974 Krutenat
7,341,883 B2 3/2008 Park
(Continued)

OTHER PUBLICATIONS

Park, et al. publication entitled “Rhombohedral epitaxy of cubic
S1Ge on trigonal c-plane sapphire,” Journal of Crystal Growth, vol.
310, pp. 2724-2731 (2008). (Year: 2008).*

(Continued)

Primary Examiner — Kenneth A Bratland, Jr.

(74) Attorney, Agent, or Firm — Matthew R. Osenga;
Jennifer L. Riley; Trent J. Roche

(57) ABSTRACT

Some aspects relate to methods of forming an epitaxial layer.
In some examples, the methods include ejecting atoms from
a molten metal sputtering material onto a heated crystalline
substrate and growing a single epitaxial layer on the sub-
strate from the ejected atoms, where the atoms are ejected
with sullicient energy that the grown epitaxial layer has at
least a partial rhombohedral lattice, and wherein the crys-
talline substrate i1s heated to a temperature of about 600
degrees Celsius or less, or about 500 degrees or less. Other
aspects relate to matenals, such as a material including a
single epitaxial layer on top of a crystalline substrate, the
layer including one or more semiconductor materials and
having at least a partial rhombohedral lattice, or a substan-
tially rhombohedral lattice.

16 Claims, 8 Drawing Sheets

e 110



US 11,885,040 B2
Page 2

(60)

(51)

(52)

(58)

(56)

Related U.S. Application Data
Provisional application No. 62/259,692, filed on Nov.

25, 2015.

Int. CI.

C30b 23/06 (2006.01)
HOIL 21/02 (2006.01)
U.S. CL

CPC ... HOIL 21/0242 (2013.01); HO1L 21/02433
(2013.01); HOIL 21/02532 (2013.01); HOIL
21/02609 (2013.01); HOIL 21/02631

(2013.01); HOIL 21/02658 (2013.01)

Field of Classification Search
CPC ......... C30B 23/08; C30B 29/00; C30B 29/02;
C30B 29/06; C30B 29/10; C30B 29/20;
C30B 29/52; C30B 30/00; C30B 30/04:
HO1L 21/0242; HO1L 21/02532; HO1L
21/0259; HO1L 21/02631; HO1L
21/02433; HO1L 21/02609; HO1L
21/02635
USPC ........... 117/84, 106, 108, 928929, 935-936

See application file for complete search history.

References Cited

U.S. PATENT DOCUMENTS

7,906,358 B2 3/2011 Park
8,220,767 B2 7/2012 Park

8,257,491 B2* 9/2012 Park .................... GOIN 23/207
117/1

10,096,472 B2* 10/2018 Chor ...........ccooo.n. HO1L 29/161
2009/0206368 Al* 82009 Park ..................... GOIN 23/207
204/192.1

2012/0199952 Al 8/2012 D’Evelyn et al.
2017/0178903 Al* 6/2017 Chol ..ccooovvvvrvvninnnnns, C30B 23/08

OTHER PUBLICATIONS

H.J. Kim, H.B.Bae, Y. Park, K. Lee, and S.H. Choi, “Temperature
dependence of crystalline SiGe growth on sapphire (0001) sub-

strates by sputtering,” Journal of Crystal Grow, Aug. 2012, pp.

124-128, vol. 353 (1).

H.J. Kim, Y. Park, H. B. Bae, and S.H. Cho1, “High-Electron-
Mobility S1Ge on Sapphire Substrate for Fast Chipsets,” Advances
in Condensed Matter Physics, vol. 2015 (2015), Article ID 785415,
9 pages, http://dx.do1.org/10.1155/2015/785415, accessed Nov. 22,
2016.

S. Poulat and F. Ernst, “Epitaxy of Ge on sapphire,” Materials
Science and Engineering , 2002, pp. 9-16, vol. A323.

W. B. Dubbelday and K. L. Kavanagh, “The growth for SiGe on
sapphire using rapid thermal chemical vapor deposition”, Journal of
Crystal Growth, 2001, pp. 20-28, vol. 222.

Yasunori Taga, “Modification of Thin Film Properties by Sputtered
Particles”, R&D Review of Toyota CRDL, vol. 28, No. 3 (Sep.
1993).

* cited by examiner



1

[ ]
Ll
=

)

E )

X
x
X

ir
ir
ir

F

i a
ar

X &
X X =
Ih
[
| ]

ir
_

)

ir

P

ur

ar

ar

¥
)

F
F
¥
F

i

)

ir

F3
F3
F3
F3

i

X

urx

ir

L
Fy
¥
F3
Fy

i

i

F
F
¥
F

Fy
¥
F3

)

F
L]
L
.

i
i

e

i
i
i

L)
Ca)

i

X X%

!

X ko v

Cal

LR

Ca el

i

i i .

X x
: :Jr*lr*dr*lr
¥
Fy
¥

LML)
i
™

o
R
A

F3
F3
F3

I dr e e i e

.
X
™
AKX
F
™
Fy
:4- »
X F X
¥
X
xx
o
i
A
X
x
Iy
r

X K
EaE S

F

1“..................._..............
i i

L}

Iy
E )
Fy

F
™
)

¥
)
x

US 11,885,040 B2

-E J; -
FEE T E TR RA

[

F

-

-
L]
-
&

F bk F bk F kb FhFk FE F b F kR F R F R F R R F Rk

F b

roa b

a7 e i e i i

¥
F

i

r dr r i i

i
i

o

EIE |
¥ koK

i a

ir

X

o

X X %

)

X
F

ir
L3
ir

¥

XX
F)
x

s

=T

)

ir

AE

)

X F K
F
™

i

F

X e

)

X e

ir

i

X

i
i
i
i
)

Pl
i

¥
F3
¥

ir

s

i
ir
ir
ir
ir

x

N

W

P e oy iy dp e e i iy e

N )
o
A e e e e

& e e e e e e
N NN N NN NN

e Tl e e e e e e

Cal)

¥
i
i
i
i

o e e i e e e

. i b iy i e

ir

)

L]
b'r
[

¥

A

X %
1]

L]

i
LM M

L]

- r
B

¥

i
»
L
L]

x
L

Ca )

¥
»
* L
¥

X ¥

rror o=
r s & & & N

dodp dp d oy e oa

r

o

¥

r

R oa o b Ak

E I |
-

kA o
s

b ]

"l
L]

Sheet 1 of 8

Jan. 30, 2024

1
-
'i'i"i""'i"'\'

F 'k F bk F ko Fh

F bk k F kb FkF kb Fk Fh F bk F bk ks h Fhk bk FE bk F b F bk FhF bR R F R F bR F R F R F R R F R KR

F bk Fk F ko Fh

Fh Fh

|

= A

X

)
F
¥
F
X

Iy
i

¥
¥

i

r
E

'
[
o

ok b e k4 a

.__.
¥ x

*

dr ey e e e i

ar

)

F

Mo

x> X

i

X &

X i i

)

ir

ir
ir
ar

)

e i e i e i

o iy i i i i i

N

i i i i

Pl

)

i

)

0 af o

¥
I

W i e

x
el aF s

)

w e T T T T
i i T
e e T e e i T e

ae e il iy e iy

n g e e e

ir

)

i
i

Eal)

F3

a i i i i iy iy

e

v ae e Ve e e e

e e e e

N

ir

F

Ca)

Fy
Lt al bl M N
e s s el o'y

L)
i

F

L]

)
)
ir
ir

Fa)

CE NS el el el e

Caa)
L)

ir
ir
)
ir

CRCRE S e

e

F

F o

I
ir
i

F )

X K.

x

ol
R
i

LR A

F3
¥

Fon

N Nl el e g g a a aE a

xRy

P

ax

F

i

)

r
]

L)

*b‘.l
aa

Pl

X

dr b

)

e
P
i
¥ u

F

i

XX
X
X

[3
F3

P

)
X

L]
WAt
r
.

)

)

X

E)

¥
F

ol el

ar

)

i

X ¥

i

F
P

)

Fr

&

i

)
"

-

L]

L

Eal

o a

CRE N

& r

o

-

L)
)

EaCE

CEN )
x

X

Ea )

¥
Ea)
X

ir

i b i

ir

AL NN

F

i dr

Pl

L

X X

i

X
4:4-*#
g

X

x

Iy

F

x

)

X X

ERE A M N NN

)
i

F

.

L

i

¥

Fy

F

¥

Fy
XX
Ea i el )

i dr iy i b

[

Eal s
L

e T e T T

P e e e e e

ar

X

F3
Fy
¥

F
F
¥
F

ar

i
i i
i

o iy i iy

F

w e

= A oA
LEE B

& odr
r L

[
¥

L
X

xx

ar

i

ir
Pl

X

x
ar

i

i

L

)
ir

LI B |
r o

Ear i

e
*J-I
| )

F

X

)
P )
Fy
r

¥
¥

Xk

r
e aa

)

L]

iy
i
™

F ]
%}.”}.H}.”&.”}.H#”}.”E&b ”
P
w e i i i T ar e i T A
i i i
B e e S S e i -

U.S. Patent

EIEIE I B R R I B B B N N N N |

1

v e g i
e

X X X N

i

)
)

s

R RN MR

LA N X
Pyl

P

&

ir

Cal )

)

)

L

ir

Pl

ir

)

)

Pl

ey
i i

I
- Fonfa
Pk

-.T.I.T

ENE N S )

AL

X KX

W
Ca)
r

LA

& dr

L e g

ok ke ok ko

s
N

F

X ¥
x
r

r

i
g

x
Pl el e

s
W
-

PN N
r

LI

2

r

w e e e

P i e e il il i iy

N
.”..r................................_.................._.......
L a

L

sy
™

ar

Eaa)

w o ar a ap ae ar d ipy dr
o
R

)

11

Lol b S o o o D L )

L]

L]

L]




U.S. Patent Jan. 30, 2024 Sheet 2 of 8 US 11,885,040 B2

“““““““““““

 Sapphire substrate | 1 Molten targst
- preparation | - preparation

F Yacinem: base pressure |
(1 X 30 Tomrd |
WWRking prassure
{5 oy Tored

Targel thicknesy
{~Beriey)
Poweny Tor the tanged
(2000, 4134




U.S. Patent Jan. 30, 2024 Sheet 3 of 8 US 11,885,040 B2

. r o FPr T a4 4 L L K L K L K L G L K L K L L K L L L K L L L K G L G L G L K L L L K G L L L K L K G L K L L K G K L L K L L K G L K L L G G L L G L L L L L K G L L L K L L K G L L L K R L L K L K L L K G L L G G L G L K L K G L G L L L K L K G R
L'n'n'n'n-n'n'n'n'n'n-n'n'n'n'n'n'n'n'n-n'n'n'n'n'n-n'n'n-n‘n'n'n'n'n-n'n'n'n'n'n-n.'n.'n.‘n.'n.'n'n.‘n.'n.-n.'n.'n.-n.'n.'n'n.'n.'n.-n.'n.'n.'n.'n.'n.-n.'n.'n.-n.'n.'n'n.'n.'n.-n.'n.'n.-n.'n.'n-n.'n.'n.-n.'n.'n.'n.'n.'n.-n.'n.'n.-n.'n.'n-n.'n.'n.‘n.'n.'n.-n.'n.'n.-n.'n.'n.-n.'n.'n'n.'n.'n.-n.'n.'n.-n.'n'n-n'n'n-n'n'n-n'n'n-n'n'n-n'n'n-n'n'n-n'n'n‘n'n'n-n'n'n-n'n'n-n'n'n‘n'n'“

L]
a1
r
L |
r
L)
r
a1
r
L)
r
a1
r
L)
r
|
r
L)
a1
L |
a1
-
L]

r

L BN NN N .
LA N N N N N NN N
e Tk Tk T ko kT ko

L
-

+ Fy rFFrrFFrPFFrrFrrrrrrrF Ry
F'ryrr b rrrkrrrr kv ks rk

-

-
LG NN N N
-

NN "a-"a-"#"#"#"#"#"#"f;"#'b':":":":":":":":"':*:“’:“'.'
St 1 1 1 1 1 1 1 1 1 .1 1 1 .1 1 1 1 1 11 1 1,1 1 1 1 1 1 1.1, 1 1 1 1,11 1 1.1 1 1 1 1,11, 1,1 ,.1,.1,.1,.1,.1,.1,.1,. 7 T 1 1 7 1 7 1 1 T 1 o 7 o o o o o 1 o o -
LI UL I I O D I D I U D U D O DL O DL D U D U UL DS DL DL D UL L U O U DL DN DU DL DL DN IO L L IR L L N O R R PR L N R P CC N T T
B A et B e e e T e T e T P T P T e T B R P

EO T T T T T Tl T e e T Tl T Tt Tl Tl T R T T T T T T R T A T T TR T T T A T I TR T R T T Tl A TR T R e A I T T T T A I T Tl T Tl T T A T T TR T I T T T T T T T T T T T T T T T T T T T T T T T TV Ul U Ul T

.
L e e I I I e

L
e

LA
ot

o A e e e
T g

=~ % %1 % % %1 5 5 %5 5 5
. . . R A ST N A S0 S A
- . r.b'b.b.b'b.b.b'b.b.b'b.b.b'b.b.b'l-'lq-l*l-*l*l*l-*l*l*l-* .
= L] L) L] = L} L L L LY L N - - - - - - - - - - -

Ll - LINE N N N T N R N B R B B | - ‘.-*1*-‘.1*-*1‘.-*1*-‘.1*-*1‘.-*1*-‘.1*-*1‘.-*1*-‘.1*-*1‘.-*1*-#1*-*1#-*1*-#1*-*1#-*1*-#1*-*1#-*1*-#1*-*1# "1*-*1*-*-*-*-*-*-¥-*-*-*-*-*-*-*-*-*-#-*-*-*-*-*-* LA AL LN

" .
e ke rlrrrrrrlr el =

I"I-'I"I"I"I"I"I-'I"I"I-‘I"I"I"I"I"I-'I"I"I-‘I"I"I"I"I"I-‘I"I"I"I"I"I-'I‘I‘I-‘I‘I‘I‘I‘I‘I-‘I‘I‘I-‘I"I"I-'I"I' F " = = = = » ®m ¥ ¥ @ @ E W @ § N ® S S ® S W : § ™ ®m

. . . . = u Fk r r rrkrFrFrk kb rirkrrirFEfrFErirFEL>kFE

Bk R R R R R R R R R ROk Ok E Ok Ok ok ok kR Lk Rk

r r I"l' I" I" I" I" I"J-'J-'J-' I"J-l' I"J-' I"l*l L]
. . P Y

r L] [ [ L] [ [
b*l'*l'*l-*l'*l'*l-. b.b b.b b'b b.b b.b b'b L |
o= = = = m K a h a4 & K 3k o

R
- LA AL L L A T A T A

*r F v br v F vk rrrk vk vk vk bk bk rshk>rbksbkrsbkrbkrsbkrbkrsbksbkrbkrsbkxsbkrbksbkbxsbkrbkbrsbkbxsbkrbkrsbkbxsbkrbkrsbkbxsbkrbkrsbkxsbkrbkrsbkx>sbkrbkrsbksbrrbkrbkPrs>srs s> s> T T TTTTrTTTsTTTTTTsTTTTTTrTTTroTesTrTersrTTrTTrTTrTrTrTeTrTrTSTFTrTrT rTTrT rTFT T T rTFTTT rTFTTrT rTe - sTr - rorerTororhosrbkrbkrbk bk hk bk bk rhi

e R, : .
':""Jr*f P g i P R N L arrar "
o a0 . I I IR D pE :
. - - . N - [l A .
B L 'J.- .
e
bl )
* -
.:., )
) .
S )
.
_ [ ] [ L
_ TN *-*-*-:-*-*-*-’-*-. o x
. L E R R E R E v ¥
- x = . =
- .
"
. A
-
-
1]
. AR TR T N T T P
1]
1]
L]
1]
1]
L] '*'l*'
3 x X -
1]
L]
. .
1]
L]
1]
v ¥
' o'y
s v :".
e e T e e e e e T e ':l:-f-f-f-f-:'-f-f-f-f-f-f-:.:-f-f-f-f-f-f-f-f-f-f-f-:':-f-f-f-f-f-f-f f-f-f-f-f-:q—f—f—f—f—f—f—f—f—f—f—f— '-f-f-f-f-f-f-f-:'-f-f-f-;.:-:'-f-f-f-f-f-f-f-f-f-f-H-f-f-:'-f-f-f-f-f-:'-f-f-:-;-f-f-f-f-f-f-f-f-f-f-:'-f-'f:-f-f-f-f-f-f-f—f-f-f—f-: " f-f-f-f-f-f-f-f-f-f-f-fr'f:'-f-f-f-f-f-:'-f-f-f-f-f-:.:-f-f-f-f-f-f-f-f-f-f-?—:t:-
ey T e .- LA x RO L - L S v o
b.‘j_ Tk 1.-*- . e - 1‘1-_ "u
-k - | ] L[] b. -
- ;
¥




£

US 11,885,040 B2

iy a
+ A Y )
o R . ey
r a oy r -
5y ", a4 k 1
" C P " . . 4
. g.‘ . - . E
Lil} Ll . | 3 B .
LI ._... w L] -
.-.-. ' -..l.. S Py
r ¥ & h
o .-E. S . o .__l.. .. 1.4.._. . LA . “
...'l.. ey __......._ ' R . . ..-.__ . rl.. “ﬂ. . . 1.-.__ . ...ll ) .__..-..._ ._.l_.._ ' .

L i L/ L L/ - [ ‘.-"“ L [ - oo - L oo L/ L L/ [ L/ - oo L L/ L/ L L/ - L oo - L L/ L/ L L L - L L/ L L/ - L/ [ N [ [ L i | L/ - L [ L/ L L/ - L L/ L [ L L/ - L/ . d - -
] e T ] ...,..,.uu.,,..__.,....“..un.ﬂ.....,. LK T
..-l.".l.._-..lﬂl.-._.....-.ln._..._.-_-_IHI”.”I.!.!“.I”-_I.}..._.-...l.-..-.”tﬂt"'..l”l”l”:.vl.".-.l.lﬂ.l“ l...a.-.__.rtl“ll.I"..-_ > .-.....—..-..v.r.-.‘-..-.-.l" ll“.ll. q.-..-_it.-_.!-.t....l.__.-..__lll-LI. . .__I.-.l.._..._.rl.-_._ .-.II-..-..-_ .t.-_li".I”II .-.__I“IEE.-.I.” I.-.l" Il"l“ln.lq.-_.._ ¥ .-.t..lﬂl-l“lﬂll....-l”ll.l“.-..-#k.r!‘!#l. ti.._.-_.-_-_.-_.....-.lnl_i.._..._n.r.....-..__.ill. il T ey .._.__tr.ll.-.l_lI .I.-.”Iﬂ-. !.-..Tn.r.__..-.ltlll_.-. * .-_....1.-_ I"i..._ll .._.-__1.-_.-..-..-. » W .._I”-..._.ill_ ll-. .._.-_.-_.-..-.I..__-_El. .-l”I.”I IT.-..-..._IH.-..-_ - -

'.—. [} F 1o F F 1 ror . Fr . r 0 FF oo FF rkFr a1 Foror For Fr F —.11—.—.—..-.rll|.-.—.—.1. FFor For F 1o r B F 1 0 r r r F F o r ] rF ¥ r1orr a0 rrr F For rr 1 F F rrrFrr F P P EFKe & & Fr F FFordaoor b r b Frr Foroaoororor o roa r F - F LI R R B | Foaor L] LI R R 1......' t..-.n

[ Y o

' .-._-.... 1.-.. “x r.._..__
\ ol LA e
Ll L) o
ok [ Fa
| o) oy S
_ ) . L
..-._-.... 1.-_.-..__. A
' ..-..-_.._. ..-_.-..._. r......_
e Tara v
' ..-._-.... ..-_.-..__. A
_ . e L
..-._-.... 1.-_.-..__. r.._..__
EaC L) )
| 00 o e,
ok [ )
' . " . i
EaC L N
_ . e L
..-._-.... 1.-_.-..__. r.._..__
EaC L) N
_ . B L
' ..-._-.... ..-_.-..__. r.._..__
EaC L N
_ . e L
..-._-.... 1.-_.-..__. r.._..__
EaC L) N
_ . B L
' ..-._-.... ..-_.-..__. r.._..__
EaC L N
_ . e L
..-._-.... 1.-_.-..__. r.._..__
EaC L) N
' ..-..-_.._. ..-_.-..._ . r......_ .
e Tara e
' . " . ]
EaC L el ot 'S
_ . e L
..-._-.... 1.-_.-..__. r.._..__
EaC L) N
L _ = 3 2
' ..-._-.... ..-_.-..__. r.._..__
..-._-.... l.-_.-..__. r.._..__
' ..i.-_l. -ll..__. .1.-...._
..-._-.... 1.-_.-..__. r.._..__
EaC L) N
_ . B L
' ..-._-.... ..-_.-..__. r.._..__
EaC L N
_ . e L
A L o
Ea ah N
- _ £ 2 o
' ..-._-.... ..-_.-..__ . r.._..__ .
..-..-_.... 1.-_.-..__ . - . -
' ..i.-_l. -ll..__. t.-..l. ¥
..-._-.... 1.-_.-..__. r.._..__
t EaC L) N
_ . e L
EaC L N
_ . e L
..-._-.... 1.-_.-..__. r.._..__
EaC L) N
_ . B L
' ..-..-_.-.. -.-_.4.__. r.-...__
..-._-.... l.-_.-..__. r.._..__
' ..i.-_l. -ll..__. .1.-...._
S ..-._-.... 1.-_.-..__. r.._..__
EaC L) N
_ . B L
ok [ Fa
' ..-._-.... ..-_.-..__. A
et "t v
_ B L e
Fy Y
» 3
& N
o L
> 2
& N
- ‘..r.
l..__.
x -
x .
X -
x -
x .
X -
x -
x
% -
x -
]

Jan. 30, 2024

U.S. Patent

I EE R E R EEREEREEEE R R RN RN R R R R R R RN RN R R R R R RN RN R LR R R R RN R RN R R R RN RN R R RN R R R R R R R R RN RN R R R RN RN R R R R RN R R R R RN RN R R R R R RN R R R R RN RN R R R R R R N R RN R R R R RN RN R R R R R R R N NN R R R R R RN RN NN N NN

E

Lo

Loa
L e
R R R R Rk k E R E R R R R R E R R EE R EE R EFE R R R R F

Loa

Loa

‘J-'J-. ‘J-'J-.

o
L
1]

.
L
"‘i"l"l"

.

.

L T O T T T L Y
L L L L N I L L L L L L L L L L L L I L L L WL L L L L L L L L N L L L L L L L
FF FFEFEFEFEFEFFEFEFEFFFFEFEFEFFEEFEFEFEFEFEEFEEFEFFEFEFFEFEFEFEFEFEFEFEFEFEFEFEFEEFEFFEFEFEFEFFEFEFFEFEFE

L LG NN N BE NL B NL K NN NC NG N NN LB LN NC NG NE N N N NL NN LN N NN NLBE LK B NC NG NC NE NL O NL NN LRGN N N N

TR
.
\-"-""""

[ R e
L T
O R R R R kR EFE R R R EEEEE R R R R R FEEFEFEEFEFEFEF R EFEEEFEEF R EEFE R E R R R

-

-

PR

Lo

[ N

Loa

Lo

]

et ae e s e e e e e e e e e

T

b

Al

b

ro-+#rr-raTro"

" bkl'*l'*l'*l'*l'*I'*I'*I'*I'*I'*I-*I'*I'*I'*I*I*I*I*I*I-*I*I*I‘*I‘*I‘*

L 4 L 4 L A L 4 B 4 L A4 L 4 b 4 L & L 4 b & L 4 L &4 B 4 L & b 4 L 4 L & L 4 b 4 L & L 4 L 4 L & L 4 L 4 L &

“.‘.“‘.“‘.‘“““““.”-.

rr Y rF r YT Y YT Y Y rrYrryryYrYrTrrrFrrYrrrrrrrrrrrrrrrrnr

5
2

rFrrrr rrrYTrrrrrrrrrrr

rFrr YT rrYrYrrTrrrrrrrrrrr

rrrrr rrrrrrr rr.rrrrw
F r »

T

r L T e Ly T ey T ey e e e e T e i e T T e e T e e e e e L e e e T e

rr

rrrr rrrrrrr
b* b* b* b* b* b* b* b* b* b* b* L]

e P L P N P #b#b#b#b#bkb#b#bkb#b#bkb#b#bkbﬁ'bl‘bk‘l'lb#b#b#b#b#b#bkb#b#bkb#b#bkb#b#bkb#b

F'rrrrbrrbrbrrbrrrrrr ki
L ]

‘b
"

r

'l
L




U.S. Patent Jan. 30, 2024 Sheet 5 of 8 US 11,885,040 B2

LA N N

r

PPN

r

F

L |
.",:
et o
e ] :::x:a
W
i
x:n::a:
o
L

-'1'1;1;.;1;.;1;.;.;.;1'-
e T e e e e e
N

-

4

o

- AL
h -
. Nt
- L L T T T T T T T T R S S T -
. AT R I T I I I T T I I I T I T T I T T T T T I T T I T I T T T T I T A T T T T T T T T I o T T T T I T T T T I Y Y "i; e e e e e e e Uy
. - ) C NN RN AN RN NN RN RN RN REN REN DN BEN REN BN DEN REN BN BEN REN NN BEN REN RN NN BEN RN BEN REN DN DEN BEN BN NN REN DEN DEN REN DN DEN REN BN DEN BEN DN REN REN DN DEN REN DEN BEN REN RN DEN BEN DN NN REN NN REN REN DEN DEN REN DN BEN DEN DN DAY REN BN BN BN NN BN B N | ] | I ] | BN B BN B R B ] l. | I ] ] | ] l- [ ] I. L N B T R R ] l"‘*" AL AL AN b*l*I'*b“I'*b*I-*b*I'*b“I'*b*I'*b*I'*b“l'*b*l'*b*I'*b“I*b*l'*b*l*b*l*b*l'*l*i:** -‘ I
o

S

F]

-

F

N

r

F

PN

r

PP

r

F

FF o

RN

r

RN

r

F i r

| 2N N

RN

r

PN

F

r

RN

r

L I O O

* F F F

PN

F

r

RN

F

r

J ok dr dr dr k dr de d dr de de b b dr b dr dr de b dr e de de dr ok d dr dr ke dr d dr ke de de dr ke b de de ko dr de b bk de dr ke k de de kO de d b ket de b bt e b e e b b i b b o i b b b b ik J-"Jr"Jr":r":r"Jr":r":r"a-"a-"Jr"Jr":r":r"Jr"Jr"Jr"Jr":r":r"a-"a-"a-"a-"a-"a-"Jr":r":r"a-"a-"a-"a-"a-"a-"a-"a-"k"a-"a-"k"Jr":r":r"Jr":r":r"Jr":r":r"a-"a-"a-"a-"a-"k"a-"a-"k"a-'; )

.

S "'- b-*l‘l'l‘l‘l‘l'}‘l‘l'}‘l'l‘}‘l‘l'}‘l‘l‘l‘l‘l‘}‘l‘l‘}‘l‘l‘l"l*l'l"l*iil"l‘*l'l“l*l"l"l*l*l‘l*l"l"l*l"l"l‘l"l"l*l“l"l*l"l“l*l"l"l*l"l"l*l"l"l*l"l"l*l"‘l*iil‘l*l'l‘l*l'l‘l*l'l‘l*l'}. "Lb L ]
.

o
q.-..l-n- "

-ra-:f:.

S bR

amaaaaaa e

et e e e e e e

TR e A
-5 F F F FFEFFF

P e r
LU L .b. a8 8 8 4 8 4 8 8 N % N _§ N8N _§ 8N N _§N N _ 8N N _ N _§ N _§ N 8 9§ _ 9 9§ 84 §N N _§ 8 _§N N8N _ N _§ N _ 8§ N A 9§ N8N _§ N _§ N %4 N _§ N8N _§N § §N _§ 8N N _N§N N _ 4 N _§ N _§ N 9 9§ 9§ N N _§ 8N _§N § N _§ N _§ NHN N _§ N _§ 8§ 9§ N _§ §N _§ N8N _§N _§ 8N _§ N8N _ 8N _NH N _§ W _§_§ _§_§_°9_9§ T'-h'#‘-.'#*#b-.‘#.#.*_
LI N . I B  F & I-- k9 -

{spnnny) Apsus:



385,040 B2

US 11,

....q...u_..#...._....q..;..__.......................... ...__...._......q.__..#...q..__....
N L l.__._._....__. - I"-_ [} _-_"I".q AL
PG e e

i‘
'I'
*
L]
‘l *I

LN ]
LN
LN

H.r”h... e
BRI T R A x

A
dr dp ok ir Jr y LA L 3 L L L L L F
R _ _ _ : _ ey
A HI M
[}

.r h : . . .. .
T ; ; ! ! e T

: [
C R ) . ! ! ! . . . . . . i x x x n *_ &
A R e e . ! ! ! ! ! ! T A x

o o E F i
.....__ .........__ .................-......._.l..-..-..-. .....-_.-. b h 3 IIHHHHIII lllll!l#ll I“"
e

.r ..1 .. . .
H.._.......H.rH.qH.rH...H...H...”...H...H....._....... * o ’ : ; : . . ; ; ; Sl “r.ﬂnul“a“n"l" W]
dr dr dp dp A o U o A & & o b o LA L ; 3 3 ; IHHIIHIIHH "

P N | oy | R A &R X X | ] KN

b droa b dp o dp dp dp o i o & A . 4 k k ; ; k k k i k A k k .!HIIHHIHHIIIIH L
..1.._..1.r.._|.........r....r....rb.......rb.r...!.....r}.l....l.ll.l.n X , , K ] N K K 3 K i v.HHH HIHHHIHIHHI ! Hl .
-.....__.._..__.............__ L .r.........r.r.................-..._..-..............__n.-. !HI il ; ol i ; | L i k i i H.IH!HI H!HIIIHH!HVHI HE! |
D N N b, g > ; oy ; ! ._ b [ ; e Al ! ! gl ey ....xnx.xla.xlll.v.l .

A dr o bt b b odr deoip Jpodr o i & & i B 3 3 J i ] LA N R NN i ]

dr dr dr dp o dr brok o dr ko bk bk Jrodp i b i oa & A N, K s 3 3 HH.!.HIIHH

drdr Jrde dr o Jr 0 O Jr Jp 4 Jp o dp o dp dp o dp 0 A A |

a b a droa b ok odrod bbb dedr b odr b & b

dr o dr Jdp dr Jpodp Jr dr O b e d o dr dp O 0 Jpodp o ip o &

O N N e e e

. i....r.r.............r....l......r.....r.r.__ ._...r.r.._ .....r.r._. .....rt.__ .-..T.r.r.-..._..r.....-..._......._..-.l.....l. i

e T W )

dr e e i ek A deow b droa 4 A oy
h 0k & odp Jrodp ok om drom b om Jr drode Jp o dr Jp o Jr iy dp
.r.'..l..r.T.'.l..'..T.'..T.'..T.'..T.T.T.'..T.T.r.'..r.r I.T.r.r R

Sheet 6 of 8

E

s

e

L) ':‘

)
. ¥
¥
¥
L)

F ]
ety
J*tﬁ*
IF-I'II* L]

.

Rt .....-...r.._ T .............._ ........l.... L, ........l.... .._.....l..rl..-.l.....l..-..__......r.r

b b om b Mok A b b Sk ks Soa - L] - & E E

b A b om b h Ak e St Pty Pt .......r..........r....-..-.t.......-..r.-..-.....rl.-....... i

A dd b b b a om k oam ok om ok droh gk dr b drode dr b drode dp A de kodp de o de dp dp i dp e dr W A !

b m Jpm & & Srm doom dodo drodo do drh b b Jookh b b kb M ko m i 4 Jr Jd odp Jpoop dp e of dp dF o dp O A R R

b b d Jp b dr ko d b b b odeoa drom o dpoa droa droh ok bk dpodedp deodp de d de i drodp deodp B i drod & 4 BEWE Y

bodh m ok m hom ok m o a ko doa k dododod ok bk Ak bk odo Aok oy drd dr d i iy i i & i

Ak L N kg kb ko d d g L Mk ke kA b Ak ko M oa e & doa dp drodr dp g dp iy oy d de i e

Jo& b bdoa kb ok owh owohow ok oakoa ok dddd do ko dd dododrodeodp doodr oo dr & dr drodp dr dr i Jr ]
P N N N N N R A N N N N N N M o N M o w a
Jr & J ar J o b Jr b b 4 Jr o Jr 0k b & Jr b Jr 0k b = h m om m b & Jpodr Jp dr dp Jp dp Jr dp Je oF A Jp dp odp dp O = noA
Wl Jde d b bk de o deom Mo deom dom dp de dpode Jp M by de e dedp de o dpod o dp dp dp ko dpodp dr dp iy dp ook e e d W
A mh o droa hom b om ok koar bk drod odok dodk bk do kb oa do ok dr ok dp ok dr oy dr i i dp b b ek

A d M d W W d B A R N L N a ik doa doa koa M adeoa drodr dp dp e dp g dp oy dp oy e dp e A dpodpdd d &

L L ]
LI
L)

-

&
L ‘-I

P .r......_ - ........._. - .._..._..tn .._..._..tn e e e e B e .r.._..rn .r.._..rn .r.._..._ ..1......_..._ .._..._..._..._ .r.._..-......r..........r..........t....r....r....t.-..-..-_.-.l.-........r.r

-
e ]
o A
N A N ]
.q._...___-_".q...._._-_"_- .

o A
A 2k oa ks koa h-.ri.rn.r._..r.r.r.__.r....r.....r...t.r.r.-..._......._..-..-.l..-......_..r.-l v.#ﬂllu..
4 & b m & & b & & b oa bam ko a broam Joh Jrodrodr i dp e dr o BB
r dror A& .r.._ -.r.__.._ -.r.r n.r.r.__i.r......_.r.r............r.......l.....-......-..-..-.....-..-.t....-.l F IIIH
PR N N M
i
P
O R e O N o W )
P e s  al S  nla n
i
o

r

.._.

R o R N e e e S e N W A )

| i et e e e e
O N e N N AR M N A AL M )

A

L]
LK

Jan. 30, 2024

.__.
_- .r_-....m_-.q.r.-_.q.r.-__-.r._._t._._
LR St nt _-”_-_..._-.

Y
]

L L
-Ib#

[
L]

"#
X
Jr

ram -
a &2 & bk a &k
a r ar -

O R
NN -.r.....-n.r.....-.r.r.....-.r....-..._................r.._.
" s om s a .rq......_.._l.r.._.__l.....;..r.;..-.l....l.ll.tl.# -y
R drow b on ko ow e dedr ko ko

Ak om kbl dod gy N e
i i i ok N,
r A .r._...T........-.l.._..l......r.-..-. x N HI..HI

r - =
a bk a bra r k
rar a
a =

T T e e e
a e e T ;
N T
r k& .r.....r.__.r.-_..r.r.r.-..r.-.......-..-...._....l Hlll!l...
P e e e e e

' r ko droa d Jrip Jroir ik &
et L R AL C
. ' '

l.rllllllll.l.t.'l.fl.'l.'.r.'l.'
b or r r bk or F r F r r B r bk r o= r r F C " Y L C
FF F F F FPF F FPFFFFFPFPPFPFPRFEEFPFPFEFEFFFEFFEPFF

U.S. Patent



385,040 B2

2

US 11

I-I-l-l-l "= = = = r = rF rr
a4 4 F b b aaahadbaaaaa

r
r
L.
r
rF r

A
i
vt

r

i
e
™

L]
L

r
i
rF

&
4 & & &2 & a
L]

[ ]
[ ]
[
[ ]
[
[ ]
r
[ ]
[ ]
[ ]
[
[ ]
[ ]
[
[ ]
[ ]
r
[ ]
[ ]
[
[ ]

e Tt T P Pt R R ...IMI"IUI“.I.-. T .__..-_.-.IEI.-.-_.-.I“.-..__'.-. e
. w . .llll.l.ﬁilll_._t-“-_tl".u-llll W e .Illll.._llnli_._ul"-_-... . illr-nirt-lllull-tilﬂtl"lnu-uirilﬂrlllrlnilllltinln.ln e 't NN E N E R E P E RN Y YN W ) B nr S S e
EF R B R moa F R PEEL R E LR Sl ™ [l b —_—_.-_-..Iiﬁl..-. FE R R R R [ " I [Pl S o e e e e F e e e FOROR R ¥ .li‘l..li.ll‘l.l.ll‘l. .. L [l . moar de Moo M M deode dode e bk od ko or ok '
" m b s a k wom . . 1 momoaam w1 1 B a2 waom w1 . mwolka bl ka1 woam . w1 . % mmdaar o wkFr . . =k hoa. . mm1 .= - . rkka L A wa . Fooor kL F R . “.!. P N N N e ™
N N N I N N N N NN Y e R T R e o N NN NN N . .. - aa e aa . . e i ' . . . ol
F S S e T e T Y R i S o B Ry e N Y T e Ty O S I S Sy A Y T il . Py
7 . e T . . . ar M . " ' e . [ il r A " r i » .
r " ' Lo Ve e e ' . ' " e
o .
ke R -
S o
. LA g
. . . . .Il. ..I“l- e x
A ma . L4 omoa . oA . b a . .. . . . . .
t .t_i.-_.-_ 4 . o - i L] i B A .-...-_II ll. . . L I ] L4 o L
[y ll .rt.__ .Illl. IHI.-.IIII. l..l“ll.lﬂl” .-_rl..”l. IIII.IJ. u .-tlll-. * e Lo . i S ¥ - ..i-..__.
» I S o . [ T [ S . .. . PR et ' MY
x . . . . . ol L . . . » o
- . . ' ' P . . s
e X . . . A
u . ' . L . e
X . . .
Y . '
e l“l ' ' .__.‘h'.—. ' ' ..“-.“
& . -
X i ol
u . i
x a
-k . 'y
X .
u h .
T ' ' St
x o
-k e .
X A
& -
X ».
a e
o .“-.
X -
u P s
a -l S
X e .
ru M x +ip
X o . o
u e 'y
X P .
u ' "y . . . ' N
X . s . - »
-k - i . . P}
X Pl a o
u -y A . s
X *a o 0
rh LAL T nhb. i
T . .......__..r"." - e
e _ _ _ _ S L gy
x .o . e
' wip o el . e
2N e . ) IA ..-_E.
X i ] A
u - - i .
X » . o
Y X .. "
x u . . . A
" ' ' ' ' X . . . »
X e 4
u x . .
4 X . '
u X . "
l“.r .“.r. . K. 4 M_A IHHH HIHI ] x“rl H“rx .l. “x“rx N .ﬂx F
' .
LC ' LI i - - X EXTEXTEREEXTNEREEXRESR ERXTNEETREXEETEREXEXTNERXE XX
* L L EXRENERNERERENER k ERERENERZTNERRHR EXRERERERERERREREREN EREERENXTETRERERERR
l.a.l !l..r 1:.1.. . F F F 4 Hl-lﬂlﬂ oA R X HIH X X Hﬂﬂlﬂ E HlHlHlﬂlﬂﬂﬂlﬂﬂﬂlﬂlﬂlﬂlﬂﬂﬂlﬂlﬂ Hlﬂﬂﬂlﬂﬂﬂ Hﬂﬂl .
L] I a L | | ] EXEEXEEEREEXTREEXEETREYEXTREEEFERTTREE YR X X E
X & L JE R K NKERRENERST RN XKENEXXNERERENERTRN FERE RN KR X KR
L o L] X EXTXEXTEREERXEEXEEXEEEEEESTERETAESETEEREREEREEEER
0 x S K Ry xR R R R AR R E X AR R R E R R E R R A X R R
L] i - L XX EXLTREXERELX XXX TR T EFENEERERNErE TR TR RERELTER
i - A L ] F XX R X ERRERERSEETNEREYENEREREEERRERER
w ok P L ERXTEREREEXEREEXEXEEXEETEREEERSERERE SR TS EERNERESNERDT
X wor LA R X KRR X NEXRETLRET FERE RN X EREKERENXXINREXRERERELNERERETNERERX
LC L - i XXX ETRREEXEEITRERETErEAEEEXEREETXE LTRSS SRR LSRR NS
q- * I L FE X BERRKENERTR®ENRERINERSS FEFEFEFEREIE ME R E MIE E X X B & X & X K & & K N
Ll - LI T rTfTETREITRETREELSEEEST LTSN XX XXX LTRSS
”.-..r “.:..1 . .:.l ' "ﬂlﬂﬂ"ﬂlﬂ"ﬂ"ﬂﬂl F ] X RERERERN X lHﬂ"ﬂﬂﬂ"ﬂ"ﬂﬂ"ﬂlﬂlﬂlﬂlﬂlﬂxﬂ
X I . . LI EX XK XN N X EX R KENRERRERXTNERTRETIR.X
- i i ] x X X REXEXERXEERE X
l.-. STt LI S L N R N R N I R & r X R KERRE N X EREREXERREEXNREERENRERNES
u ' ' ' ' ' A P e T e e i i i EXXAREXEXLAERRX X
i .-..__ . .-..._ . - L R i Lt - a R .r.__ L .rh .-_... * .HHHHIHHHHHHHHHI ] HHHﬂﬂﬂﬂﬂﬂﬂlﬂlﬂﬂﬂlﬂlﬂllunﬂﬂﬂ
& 'y e N A 2 A A B
e aat ow . . !
s e '
X Py i
u - r
Ta S '
Na e '
o ...”.._l '
wTa al -.._..”_.
T a ¥
. A X
- i '
x a'a -
u ¥ - »
X ' -
- ' - x, -
. 5
wa ! -
T a. '
T l.__.._.. '
wha ! 'S
J ra ' ' ' ' et ' ' .
X ' - r
h o »
T ..“.._ '
s -._.1..1.. '
-t . i "'
x, P Y
r ' ' ' ' ' A ra
T o ”.r.r._.....r . '
e ......l.....l__..._ Lt b
X - ) -
u . A e e »
X . . . . . . . . . . . . . . L. . «a Loa ke T w ki Ak . ..
ru LT T T oo s T s . . A T T T TS T T L T T T T T T S I [
AR R LTt At et . T P eI R I T e T T R RO I A A R RN N RCINCI L ST AU SE S N, 2P -
Tmoaa L L e ...h..__.-.r.....r....__1.-..-_.._.n..__........-.r.._..rn.._.n....._.i.._.h..._......._.....r......_ T T N Tl S e T Tl P R T T Y O T i Tt i F . . PRk T 1
A N NN NN N N S N o NN S N P e e gy D S S e e T e A e N N N N W Fo PR T R i, e e e A N B ol e . »
T g e S S o S A S i e N Y T . . e e e N N ] O o e S i Pk h . ol LT T R W P e . ' . . -
e e R o R e i S L P T . T e e e F i . . E ' L. L . P »
> . Tu e . . . A . . L . r . r [ . . . . . L e
aa . ' . L . . i . ' »
» N - s
O x ' L
o - »
» . -
o -
T o '
T '
wYa ' ' .._.._.. ' ' &
T 3 T
T '
T .
X LR
x s
u ' [
Ya '
Ta L
s b
T l.-..”_.
o "
eV N 4 aa m m m m a m a m m s a m a ma A M m E A A a E A M a R m A & a & E E & A % E = A A = A a E A m A E m m E . m s E & a m m mE & m = E a m m a = E mm E a m a2 mE ma a m & m . m m m ma m mm m M m m ma A = E E m a E m m E & a & m E m aE m & m m m A E A m A A m E A E A EE s a . am mE s m o mmamamommaoma Tk
bl A drdr d dr ke B A Mk ok kA ok M e N R R RN N N Yy 3 A E a M d R d M M bk ko dode Mk dr kb ok Ak Ak B a a B b A M A M A dr b droh A M dr ko kb k de M dr i kol b ok dr ok kM R M A Mk kb kA A A Mk e N A NN
P Tl e e T T T e T R T e T e T T T T T e e R T S e e e e T R T T S e T Tl T e T e e i T A -
Foe

U.S. Patent



US 11,885,040 B2

I T T I D T O T T T T O O O I O O T T T O T T O T O O T O N N N P R T N I R N N N R W R A ]
L ] rrEEEErEr 5 - L - .
R .H"l x ”x”x“l.”u__HnHr.”H”x”H”xmxxxumnnxrxrxrxrxrxv
” ' L n x Hﬂ.ﬂ. H .Hr.HHn.xH.v_Hr."H“nnxnxﬂnﬂnnnﬂnrnnxxlxxxxn N
o x x .x“HHv_r.xax”r.Hx“lHv_quxﬂn“l“lnxnnul“nﬂx”lxl
|
XX R A AN E N N NN A
I
L i A
L )
)
e A

-
|
o
A
Ml
o,
Ml
o,
A
b

.
Al
H
Al
2
Al
‘2
Y
EY
EY

B
H
FY
Al
FY
A
F
]
Y

W
i
M
x A
L
Mg
gL
LA
]
N_x
i
LA
ki)

.
A
lI
A
A
-
E |
F
2
H
‘2
]
|
|

.
|
K.
|
|
M
|

2

"
i
A
-I
|
1)
A
Ml
F |
A
A
Al
A
)

- HI“H“H"H"HIIHI”H“H"I”H"H e o e '
N MK XM EXREX N ]
” HI! .HIHI A K~ Hﬁﬂlﬂilﬂﬂﬂﬂﬂlﬂlﬂllﬂﬂxﬂﬂﬂ o '
R X E N L 3
g K 3 K ¥ o i A
x K N MU M A A MR R A A A A N NN
L | AR XEERE®SSENENSERENNXNNN
.1..{ lﬂ x = IIIHIIH s AL .
& N | Illll s
e E X K K E X
BN E B
r IIIIH R EX
ERK X KK N X .
< L
L ] o X I
r B xREXE
A 0 NN X X
g E X ¥ x_a_E
S lﬂlﬂﬂl HHHII .
. lll HHII
» L |
r » ||

-

I"II-
:.::E

o

-

a-;:é: h-i-'

R IR R T
EXERRENRERENESZES XN
EREXLERSZXREMNRESMSEIE:MMHN XM
[ B K X X K N AN MR E A N RN NN
I'HI IIII!HHIIIIIHHIHH
| H_IE ERXEXLEXLLERSMMENNEN
AR R AN N XENENSHNSEMNE N
EEERSEIEREREMNRENXENERNIFRESXN
KK XK E X KEKEXKELREMNS X
B AN MR A RN MR N N A
EREREIREX XXM NXNRENN X
[ B EEENRRKESXMNENNENN XKL
|| RN R X R N NN NN N N
| A ERERIESXENXRENXS XN N X
E & X KR HEXAEXIK XX
. IIH.I HIIIHIHHI.HH.HI.HHIHH

-

L N A
- ll .HHIHHHIII?HHH!FH!HE p.
x x N X R KA R X X

RERREXENZNNERSZSMNN

X ARE R AKX & XX NN N

J J o J ;! !

E o H_ IHI.IHHHIHHH.HH XN

|
|
Al
]
M
!

X
EY
N
p

i

b

SR
o F
]

1.n._n....!.....-_
" ak

X
u.v.vﬂu.v.ﬂﬂﬂﬂﬂﬂﬂﬂﬂﬂlﬂﬂ
ol T
i
A AN
e O
.

Y
FY
Al

¢ M

xﬂ

F
Al
||
A

E

b
T
H

.
xr N

" E X

H..Hnan"n"a"a

XX X ER
XXX R

XXX

~, nxxnnw.un”x“l

X X
o)

iy
A

AN A
i

¥ A A

; .xxnnxr.”xnr
i ”v_mv.
; A

.

»

rr. rrTr.a

moa o v v v h o o o o R,y

ra T

rr rr.r.a

“w

..........._....................._......_........q............_..................._........._,..........._......_..................q._.................._........._,............_......_......._....._......_......._..........._........._,......_....._......_..........—.._......_.................._.........—..q..................................q.......q.......q.......q...

L) L) -

Ll ] EAXEXAEFA i E ER L XNENREENEEXNEY®ENEEXYEAEFRY XA EFEREN AEEREIFENEAIREFEIREAXEIEXFERTRALNR x
” ”xﬂnl l" !ngl:lnna :_n“""ln v o= "n”x"n“l"nn Sy ] al"n“n" ” x annnuv_xn u"nHn“H”n"n”u.nﬂnx“u“xwx“nux"l"lnnun" v.__.un”n”x”x”r."na " xr.“n“x" ) Hn“l"anr.“n“n" an“r.”vﬂnnl" aa“r.“n“n"n“!“unl"n"n“n"aﬂn“x“n"n“"" . ]
x X ] EEX Kk T M E XX RN EXE Xy XExN A A M AKX RN AN AN FARBEXITERAREAXEEREREE T ENREXRETNN AETFrXEXEXZTARE
iR ] L x_u_ N XN X R R R A A A A A A A e W L i e ] xR R N e N R N A N XN N
i lﬂ%ﬂ i A T A e e AR X X AN EE X EERERRER EX FREEFXEIEERE YRR i i
[ x e r NN x ke i A e N o A MK R XN lllxh- e P o xn x ]
i ] nrulnnnﬁllaal L U e e e el A i e e i i A xR A E N NN ]
qlﬁllﬂiﬂlll E R X R M L i L T W E R ERN e vh x -]
o K XETRTRELENN A A E N E NN E RN XN N NE NN X X N A AXEE AR RN AN A X N XX nnllnnlnallu-] x T E A
P oz x X L i N L iy ] Ll ; A i X x m ul x x " W _n | w2 PP e M
P e e R e A N R R L X E X m Ll E i AAXEXERETR T T e A
r B e e e N X EE i i i ; A X X L % KRR xR AN x_I
P e i U iy e i e e i i e i A X P i i iy A EEEANENDY ¥ x -
e L i i e M i i HHIQHIHHV:: aa%l ] A
xlwu_nui [ A E XA XEREXEENEALX LY XEXEYYEEALREX NN i LA A A , i i ] T T W _ﬁil“an -
A A A i e AR E RN AR N xRN L i e ; iy x_ xR E N xEEE ] > X '
T ; T ] b ; - N
- r.nﬂn”xunﬂxna unn::nnr!.r.xxnv.xxalxua e “ . e * o e oo rnx:a”nﬂnwxix L A rna"nll"n“xx lua“nllu_nlnnaﬁ" na“&"nlnau:ln " !
T LN R LM ; i nﬁa = FEEnKE '
A A A N A EXTAFRENRLR A L A L]
i x » . xR X EE N "X x X A " '
E T A X A A alanln._l -
m e x a ox N i 4 e P I e '
" . X . . ;, X E X EEN R XN ErErEar -
u_r x . ; e e RN xR NE '
x x i x T I A T e -
", L J o N A EE xR E NN Ex '
] lla& L AR ENEEE RN Ll
AR AN A N AN RN AN R R NN '
i e i i AR EE R RN X EEXERT -
NE X i i) AR E X R MRS E xR '
iy L e L i -
L r o x wx N AN A AN N . i ey '
2 Hr.ulnnnr.llanan.._.rx ] “xaalr. -
r AR N RN X R AR A N AN L .
AR E AT E N RN A RN x o E XExE AN Ll
r A A . T ; W A X R e .
1 EREEMZEIEIEREXRXEXNME T XA ERE RN N E
;, A A e A g e e f
Fl I ] SIHHHH- oA R I e e -
A A A X R B R R R K I e R R KR, .
oA g . R EERENEE A i i i E
ol ) G .
o o P T AW, AAEXETANNEN XXX NN N NREN NN N EN i -
A A W PR A NN L e i e '
A RA X NN RN alluau-a g g L X R R TN -
A MR XN X AR RE XX AR R R N W R R A RN AN N AR X NN .
o A A AR X N N AR A A RN W N A R AW M W -
R e ullnnxxnlr.nxxanv_xa.r.v.r.. e T o T M .
MM A N A ERENE R EHE N FrEXER XA REER LT RN RN M XX NN A A K NN A -
N A A e B R X R KRR R K X N E A L i .
A - | N R I R T N R A -
A A L i i i i i i '
A, X i i i R e e i i -
r T L R i i i .
- - aa"xnx“x”l"a”xnl“n.x. "“”H.unr.wxr.xj!v rHaHx.xHaaxH.xrxx.xan.ﬂ.av.nrxxxr.xﬁnrav. “.
KERX®EE N NN MK N XN L .

!'#i'i'i'i'i'i'i'itktti’!’ti’!’ti’rti’i’i#iti’!’ii’!’ti’tti’li’i’i’i’i’lrk!’ti’tti’i’i’i’lii’i’i’i’!tr!’ti’li’i’i’i’i’i’rr.lrlrrl

| IIHI“I"H" Hl“ﬂ" llﬂ.ﬂl!u_uﬂﬂlxﬂﬂlﬂ.ﬂﬂlﬂ.! xR

K N X A XN R XN

W AR X WK K XK KRR '

: e o _ :
W i i i K X -
e e e

? N N N e e N “..“,.x_,..”xH,..”,,.”,,“”,.“.“,,“H,u,“”x"..“..“x“.”."._.."u"n"..ﬁ._"".".“a._a“"“.""ﬁ... e r T )
x mnaluan.v_.xx.nn.lx”nn.x. xlnxn”xn.xn”anx o lxumn.nnnn__.an K A M | X K ERR ll"% *,

HHH.HHII Iu.. ..ﬂl“IlIHHlIHH..-..IH..___v.Hlllﬂﬂ!ﬂﬂﬂ.ﬂﬂ.ﬂ?‘lﬂ!ﬂﬂﬂﬂnﬂﬂ.!ll .HIHI HH!IIHIPE!IHHIIHI ll!l Iun Fllxﬂw | llllllﬂlﬂlll lﬂll llll II }.In

Hr.lﬂl l. H.I .lﬂ HIHIHII Hﬂ HHI HHFHPH.HHHHIHHFIPIH .%HHHHH IIH .ﬂﬂlﬂ!ﬂ!ﬂﬂ"lﬂ Hl.?.ﬂﬂﬂﬂﬂﬂﬂﬂﬂl Il.lﬂllﬂll“ Hlﬂl-l Iﬂlﬂl In

HHHHHI"IHHHHHIIII."IHHHHH H!HHU. IIHIIIIIHHHH!HHH!HI A IHHHII“IHHH .HHIIHHIHHH! HHIH Hﬂﬂlﬂxﬂxlﬂllﬁﬂlﬂllllﬂll lﬂlﬂ! HIIIHIIHHIHH -_n

x Hrmlun .HMHH.HH!HMIEI IIIHII .!HH !HHHMHFH !“lﬂl“."lﬂlﬂ _HIIHHIHHHIHIII“II IIH HIHIHHIHHHHIHII llH IIH " II HIHI IIHI lllﬂﬂxllul IIHIH i.

I.H H’.ﬂ’.ﬂﬂ!ﬂ.ﬂlﬂﬂﬂﬂﬂﬂ.ﬂ ?lﬂﬂ!lﬂﬂ’.ﬂﬂlﬂl lﬂﬂ | lﬂlﬂﬂﬂlﬂﬂllﬂ Hﬂ l. m, . IHH..H!.II!III.& II s Hl !ﬂlﬂlﬂl .l-l lﬂiﬂ In

i Moo .n__.n.nna " uanna.xu.anunna ; N ul“n o %lﬂ:llﬂlﬂl]ﬂﬂﬂlﬂll"“ﬂﬂ!ﬂﬂkﬂ: e l:ﬂ.%ﬂlﬂﬂlli e
o - IIHSHFU. AE X ll ll lllﬂﬂll“-ll- lﬂ“.ﬂlﬂl .I. HH !IH IH I.muﬂﬂl HIHH H.HHHHII In
¥ III vl Hl llhﬂl HIIHIIH FH%I llﬂﬂﬂ.l. | HIHH H! l"lr.ﬂﬂﬂ.“ I.

x EX K X B X E X £ E A EX X X B R XA L

HI | Hlllﬂll HHHIHH IHIH HHHI lll nn IIHHIIHEIHII K lﬂ H!FHHI x '

lﬂ"ﬂ H Il“lﬂl s x "IH IHHIIHHHIHIIIHIIH HHII““H I IIHHH.I II w'

IIH HIH HIHHI!HH. _llﬂlﬂﬂlﬂﬂllﬂlllull x IH!IWIIIIIIIIHHII -

IIH HHIHHH-I.HH.HHHIH “Hﬂﬂﬂhllﬂﬂlﬂﬂli lﬂﬂ"lﬂ"llﬂl.. Hxﬂxﬂﬂﬂlﬂﬂl w'

lllﬂlﬂ#lﬂlﬂﬂ HHIPIHEIHHHHH Hl!ﬂlllﬂllﬂllﬂ!ﬂlﬂ Hﬂﬁlﬂﬂﬂll“lﬂﬂlllﬂﬂ 5 JL

X I .ll!ﬂl.ﬂlﬂﬂﬂllﬂ.ﬂﬂllﬂlﬂl I llﬂﬂ '

e e

HII IIIIIIHHHIIHH HHIIHHIH IIHH!I IIH HHH"IHII II s IIH }.

Hﬂﬂﬂxﬂlﬂl HH.H‘HI.HHIHEHIH "ﬂ".“ﬂ"l"ﬂll“ﬂ“l I. H."l" I”

A Hﬂ" s lﬂﬂ n '

2

L lﬂ!ﬂ. “.n

i -H
"
Tk FEEEER

ol i

FFFEFEFFFEFFEFFEFEYEFEFES

FREEFEFEEFEEESE

A i Al e A - A e A e A e e W i LR C & i L A 3 - il = =
dr dr e de e de e de de e de e de de de de e de e de e dede deode e de e de de e de e de e de de de de e de e e de e de e de e e e e de e de e de de e de e de e e de e de e de e e e e de e de e de de e de e de e de de de de e de de e de e de deode e de de de de e de e de de de de e de e de de e de de de e e 1

.
ok o X a

e

R AXENEXEELEXEENERSZMN

EREXXXERNNERERDZERE

ERKEX . i
IIIHIHHH HHH HHHHFIH

HIIIHHHIHHIHH

BN RN E XN NN M MNMNNENXE

e

Illlllllll!lﬂllll

A A NN XX XERN
HE M XX

i

MM
i i

|
o AN AN E Y AN

oo oA

A
e N

PR NN N
e

ol F
R A L

X AN
A

o

)

i

o

AN
o I

il!xﬂ E |

A H::Il!
i i

n..”x“n“x”n“xnnwxnnnxﬂax
A A N X
e R A A

S M
i

A
>
-

A

E
ERERIESXXEXXMEMMNNNENNNN
IHIHIIIIHHHHFHFH

A, )
pd i

H-I.H!il! ]

E X X K E IHH s
\“lllﬂﬂllllﬂlﬂ”ﬂ!!

e e
ar o o F
B e e e e b

N XN

MM N

||
e

o

A

h_]

H
Hx. J
A

J |
A
Al |
Hxillaﬂ:ﬂ
Al

r
x

A R A

A M KA

P P g g R A2 B B

= A

M_x & A
M

R R X A AN
R R A

AL e e A

PN
HHF!:H
A
Al

L

- b &
s h
X -

a i e d e e a e Ry

"

X i

A
" __.n”x”r.” oo e
s axnnnannrnrxaalnuav“r o

L

ar

LAt




US 11,885,040 B2

1

SINGLE CRYSTAL EPITAXIAL LAYER
HAVING A RHOMBOHEDRAL LATTICE

CROSS-REFERENCE TO RELATED PATENT
APPLICATION

This patent application 1s a divisional of and claims
benefit of and priority to U.S. Non-Provisional patent appli-
cation Ser. No. 15/358,987, filed on Nov. 22, 2016, now U.S.
Pat. No. 10,838,734, which claims the benefit of and priority
to U.S. Provisional Patent Application No. 62/259,692, filed
on Nov. 25, 2015, the entire contents ol each are hereby
incorporated by reference in their entireties.

STAITEMENT REGARDING FEDERALLY
SPONSORED RESEARCH OR DEVELOPMENT

The mmvention described herein was made 1n the perfor-
mance of work under a NASA contract and by an employee

of the United States Government and 1s subject to the
provisions of Public Law 96-517 (35 U.S.C. § 202) and may

be manufactured and used by or for the Government for

governmental purposes without the payment of any royalties
thereon or therefore. In accordance with 35 U.S.C. § 202, the
contractor elected not to retain title.

BACKGROUND OF THE INVENTION

In some aspects, this disclosure relates to improved epi-
taxy methods and systems for forming epitaxial films or
layers on top of a substrate, such as those for forming
rhombohedral layers on crystalline substrates.

The alloys of group IV eclements (group 14 under the
TUPAC naming scheme), including carbon (C), silicon (S1),
germanium (Ge), and tin (Sn) are important semiconductor
materials. For example, S1Ge alloy 1s widely used in Hetero
Bipolar Transistor and High Electron Mobility transistor for
high-speed computing and wireless communications as well
as 1n thermoelectric materials. The epitaxial growth of these
alloys has been very diflicult, however, because the alloy has
a different lattice constant from that of the commonly used
substrates, such as silicon or sapphire wafers. Thus, the
thickness of the grown layers has been very thin and such
layers often have a high density of defects such as muis{it
dislocations.

Atomic surface structure 1s dictated by the need for the
surface atoms to bond to one another to lower overall system
energy. As incoming atoms attach to the surface, the surface
structure determines how and where the attaching atoms sit.
Traditionally, the substrate temperature ratio of constituent
fluxes, and the absolute deposition rate are the controlling
parameters 1n epitaxial film growth. Most epitaxial growth
methods are limited 1n controlling the flux.

Prior eflorts 1n rhombohedral band gap engineering, as to
single crystal growth of epitaxy materials, require a certain
amount of energy that triggers a deformation process to alter
the shape of, e.g., cubic and zinc-blende structure into
rhombohedron. The thermal energy manipulation of these
deformation processes 1s crucial for a successiul formation
of rhombohedral structure.

For example, most prior epitaxy processes 1n semicon-
ductor device processing lines have only used an electrically
resistive heating element to elevate substrate temperature to
a desired level, such as 1100 degrees Celsius for Si1Ge.
Thermal soaking of substrate heating at an elevated tem-
perature for long periods has mainly served two purposes by
enabling the substrate to undergo (1) restructuring of the
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2

sapphire substrate to be either an oxide- or aluminum-
terminated structure and (2) reserving a suilicient energy for

shape change of cubic or zinc-blende structure 1nto a rhom-
bohedron. Restructuring the sapphire substrate to be either
an oxide- or aluminum-terminated structure, as mentioned
above with respect to point (1), was not a fully proven
conclusion, but regarded as a likely hypothesis. The two
triagonal structures of sapphire are arranged with 180°
rotated position on each other. Therefore, these triagonals
appear to be hexagonal from the top view. Also, one triago-
nal 1s positioned at an upper position and the other 1s
recessed at a lower position with a certain gap between
them. By thermal soaking, there are the changes not only 1n
the lattice constant of sapphire, but also in the gap distance
of upper and lower triagonals. However, the thermal soaking
process 1s costly and requires a large overhead for high yield
production. The high temperature process of sapphire sub-
strate for providing lattice formation energy also requires a
long time period of thermal soaking of the substrate, e.g. on
the order of hours. Thus, the requirements of high thermal
soak include the cost of high-energy consumption but still
provide a relatively low yielding preparation. In other prior
cellorts, a high temperature about 890 degrees Celsius 1s
essential for growing, for example, the single crystal
S1,_Ge_ on sapphire substrate to deform the shape of cubic
or zinc-blende structure into rhombohderon.

However, the control, stabilization, and equilibrium con-
dition of temperature with radiative heating of any epitaxy
process 1s unacceptable for the high vield requirement of
waler production. Additionally, the alteration process of the
lattices of cubic or zinc-blende structures (e.g. S1Ge) by the
energy transierred from sapphire 1n thermal soak takes an
unusually long time (e.g. over two hours) and 1s therefore
not appropriate for mass production. Thus, new systems and
growth procedures for rhombohedrally epitaxial growth are
needed.

BRIEF SUMMARY OF THE INVENTION

This Brief Summary of the Invention provides an intro-
duction to some general concepts relating to this disclosure
in a simplified form, where the general concepts are further
described below 1n the Detailed Description of the Inven-
tion. This Brief Summary of the Invention 1s not intended to
identily key features or essential features of the disclosure.

In some aspects, this disclosure relates to methods of,
inter alia, growing epitaxial layers. These methods may
avold the large amounts of time required in conventional
epitaxy processes, as well as thermal soaking at a high
temperature that consumes large amounts ol energy in
conventional processes.

For example, in one embodiment, the method includes
ejecting atoms from a molten metal sputtering material onto
a heated crystalline substrate, and growing a single epitaxial
layer on the substrate by the ejected atoms. In some embodi-
ments, the atoms are ejected with suflicient energy that can
be used for the formation of rhombohedral lattice structure
in the epitaxial layer. In certain examples, the crystalline
substrate 1s heated to a temperature of about 800 degrees
Celsius or less, about 600 degrees or less, or about 300
degrees Celsius or less.

In various embodiments, the crystalline substrate 1s
heated to a temperature of about 500 degrees Cels1us or less.
In some embodiments, about 99% or more of the grown
epitaxial layer has a rhombohedral lattice, and 1n various
embodiments, about 99.7% or more has a rhombohedral
lattice. In some examples, the grown epitaxial layer has a



US 11,885,040 B2

3

thickness that 1s about 10 or more micrometers, while 1n
various embodiments the thickness 1s about 100 or more

micrometers.

In certain embodiments, the ejected atoms include one or
more of Silicon (S1), Germanium (Ge), Carbon (C), and Tin
(Sn). In some examples, the crystalline substrate includes a
sapphire material or one or more other materials with
triagonal lattice structures. In certain examples, about 70%
or more of the atoms of the grown epitaxial layer are
Germanium, while 1n others about 85% or more are Ger-
manium. In various examples, substantially all of the
remaining atoms are Silicon. In some examples, the remain-
ing atoms are more than about 95% Silicon atoms, more than
98% Silicon atoms, more than about 99% Silicon atoms, or
more than about 99.9% Silicon atoms.

In some examples of the method, the atoms are ejected
using 1onized evaporation. In various embodiments, the
atoms are e¢jected from a surface of a molten magnetron
target.

In another aspect, the disclosure relates to materials. For
example, 1 some embodiments, the material includes a
single crystal epitaxial layer on top of a crystalline substrate,
where the layer includes one or more semiconductor mate-
rials and has a substantially rhombohedral lattice. In some
embodiments, the layer of one or more semiconductor
materials has a rhombohedral lattice. In some examples, the
one or more semiconductor materials includes one or more
of Silicon, Germanium, Carbon, and Tin. In various embodi-
ments, the crystalline substrate includes a sapphire material.

In certain examples, about 99% or more of the single
epitaxial layer has a rhombohedral lattice. In some
examples, more than 99% of the rhombohedral lattice has
the same relative orientation. In some examples, the single
crystal epitaxial layer has a thickness that 1s about 10 or
more micrometers. In certain examples, 1t 1s about 100 or
more micrometers.

In some examples of the material, about 70% or more of
the atoms of the single epitaxial layer are Germanium, and
substantially all of the remaining atoms are Silicon. In
various embodiments, about 85% or more of the atoms of
the single epitaxial layer are Germanium, and substantially
all of the remaining atoms are Silicon.

These and other features, advantages, and objects of the
present disclosure will be further understood and appreci-
ated by those skilled 1n the art by reference to the following
specification, claims, and appended drawings.

BRIEF DESCRIPTION OF THE SEVERAL
VIEWS OF THE DRAWINGS

Example embodiments of the disclosure will now be
described by way of example only and with reference to the
accompanying drawings, in which:

FIG. 1 1llustrates a schematic of a system for an indirect-
cooled gun design for a molten target sputtering (“MTS”)
deposition.

FIG. 2 1s a flowchart of an example method 1n accordance
with one or more embodiments.

FIG. 3 provides XRD data of an example highly single
crystalline (>99.7%) S1Ge layers on c-plane sapphire wafer.

FIG. 4 provides XRD data of a sapphire material.

FIG. 5 provides XRD data of a S1Ge matenal.

FIG. 6 provides high resolution transmission electron
microscope 1mages ol an example rhombohedrally grown
S1Ge layer on a c-plane sapphire.

FI1G. 7 provide a scanning TEM Energy Dispersive X-ray
map of an example S1Ge {film on a sapphire substrate.

10

15

20

25

30

35

40

45

50

55

60

65

4

FIG. 8 provides cross-sectional TEM 1mages at the final
stage of example S1Ge thin films made from a conventional
magnetron-sputtering method as well as an example Molten

Target Sputtering (MTS) lower temperature method of this
disclosure.

DETAILED DESCRIPTION OF TH.
INVENTION

(1]

For purposes of description herein, the terms ‘“upper,”
“lower,” “night,” “left,” “rear,” “front,” “vertical,” “horizon-
tal,” and derivatives thereof shall relate to the invention as
oriented 1n FIG. 1. However, it 1s to be understood that the
invention may assume various alternative orientations and
step sequences, except where expressly specified to the
contrary. It 1s also to be understood that the specific devices
and processes illustrated in the attached drawings, and
described 1n the following specification, are simply exem-
plary embodiments of the inventive concepts defined in the
appended claims. Hence, specific dimensions and other
physical characteristics relating to the embodiments dis-
closed herein are not to be considered as limiting, unless the
claims expressly state otherwise.

The examples, materials and methods as described herein
provide, inter alia, methods and systems for growing epi-
taxial layers, or matenals or systems incorporating such
layers (e.g. solar cells or thermoelectric devices utilizing
such layers). These and other aspects, features and advan-
tages of the disclosure or of certain embodiments of the
disclosure will be further understood by those skilled in the
art from the following description of example embodiments.
In the following description of various examples, reference
1s made to the accompanying drawings, which form a part
hereof. It 1s to be understood that other modifications may be
made from the specifically described methods and systems
without departing from the scope of the present disclosure.

It 1s also to be understood that the specific materials,
systems, devices and processes 1llustrated in the attached
drawings, and/or described in the following specification,
are simply example embodiments. Hence, specific dimen-
sions and other physical characteristics relating to the
embodiments disclosed herein are not to be considered as
limiting. Moreover, the figures of this disclosure may rep-
resent the scale and/or dimensions according to one or more
embodiments, and as such contribute to the teaching of such
dimensional scaling. However, the disclosure herein 1s not
limited to the scales, dimensions, proportions, and/or orien-
tations shown 1n the figures.

Similarly, the materials and processes illustrated 1n the
attached drawings, and described in the following specifi-
cation, are simply example embodiments of the concepts
defined 1n the appended claims. Hence, specific dimensions
and other physical characteristics relating to the embodi-
ments disclosed herein are not to be considered as limiting
unless explicitly stated to be so.

In certain aspects, the disclosure relates to methods of
growing epitaxial layers. This disclosure offers new 1mple-
mentations, which avoid the lengthy procedures and high
energy consumption of thermal soaking of the substrate at a
high temperature. In certain examples, the processes use
kinetic energy of i1onmized atoms (and/or said atoms, or
clusters of ejected atoms, which are envisioned within this
recitation) and high flux density. The ¢jected atoms from
molten target carry higher energy than those from the
ordinary sputtering target. High energy carrying atoms can
alleviate the high temperature requirement of the substrate,
which 1s one of the traditional conditions for rhombohedral
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structure formation on the substrate. For example, through
use of molten target sputtering (“MTS”), these processes can
produce high-quality film with high energy atoms ejected
from a molten target under sputtering plasma, and with the
MTS system, much lower temperatures, such as less than
about 500 degrees Celsius, are suflicient to grow the single
crystal films, such as S1,__Ge_(x=e.g., 0.85) film because of
the high kinetic energy of the atoms/clusters of atoms before
reaching the substrate. Thus, 1n accordance with these
embodiments, the energetic atoms (e.g., whether individual
or 1n clusters) and/or clusters of atoms therefore need less
additional energy for the desired lattice formation.

Moreover, in some example implementations, a very high
deposition rate of the coating can be achieved 1n the evapo-
ration from the molten target, as during evaporation, atoms
are evolved from the target more easily and eflectively than
by standard sputtering processes alone because the MTS
utilizes evaporation at molten state which i1s already in
higher temperature rather than simple evaporation from
solid state.

In certain prior processes, the lower energy carried by the
guest atoms or clusters of atoms ejected from sputter target
material was insuilicient to form a modified lattice structure
on a given substrate. In contrast, since novel processes of
this disclosure consume less energy to eject the flux of atoms
from a molten target sputtering process, the rest of sputtering
plasma energy 1s naturally used to energize the ejected atoms
or clusters of atoms departing from the target material
surface. These atoms or clusters of atoms departing from the
target material surface approach the substrate, ¢.g. a sapphire
waler, as guest atoms or clusters of atoms with high kinetic
energy initially gained from molten metal sputtering pro-
cess. In the conventional sputtering process, most of sput-
tering plasma energy 1s consumed to chip out or remove
atoms or clusters of atoms from the target material surface,
which 1s at a solid state. In the novel process of this
disclosure, since less sputtering plasma energy 1s used for
removing or ejecting atoms or clusters of atoms from the
molten target material, the larger portion of plasma energy
can be used to energize the already ejected atoms or clusters
of atoms to the levels of higher kinetic energy and 1oniza-
tion.

In one example embodiment, since the high energy car-
ried by the guest atoms or clusters of atoms (e.g. at least
several tens of electron volts, such as about ten or more,
about twenty or more, about thirty or more, or about forty or
more, and so on) 1s sullicient for a shape change required for
rhombohedral orientation of cubic structures, a single crystal
formation 1s readily made on sapphire waler. These pro-
cesses energize the guest atoms or clusters of atoms depart-
ing irom the molten target metals in the sputtering process.
The guest atoms or clusters of atoms carrying with high
energy impinge on the sapphire water and use their energy
to undergo a shape change from cubic to rhombohedral
structure to make a single crystal tie on trigonal structure of
sapphire at much lower waler temperature.

Thus, 1n certain example implementations, the epitaxy
methods include ejecting atoms from a molten metal sput-
tering material onto a heated crystalline substrate and grow-
ing a single epitaxial layer on the substrate. The layer may
be grown by tying up the ¢jected atoms 1n an orderly way
with the triagonal lattice structure of substrate. The atoms
may be ejected with suilicient energy that the grown epi-
taxial layer has a substantially rhombohedral lattice, or at
least a partially rhombohedral lattice, even when the crys-
talline substrate 1s heated to a relatively lower temperature
of about 800 degrees Celsius or less. In certain implemen-
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tations, the crystalline substrate 1s heated to about 600
degrees or less, or about 500 degrees or less. In yet further
embodiments, or other temperature values may be utilized,
including but not limited to those as described 1n more detail
below.

FIG. 1 illustrates an example MTS system incorporating
basic components ol a magnetron sputtering system, 1n this
example a reduced-cooling of sputtering target designed for
a MTS deposition. In this example, when an electric field 1s
applied and an appropriate gas (e.g. a noble gas, such as
Argon) 1s introduced, 1onization of the gas occurs and at the
same time, the 1onized gas 1ons run along magnetic field
lines with Larmor radius towards the target and bombards
the target material surface. In such processes, atoms are
¢jected from the target. In particular, a molten target 100 1s
ceroded by the bombarding 1ons and electrons released and
guided by magnetic field 102 during Ar 1onizations (as
shown by Argon atoms 106 and 1ons 108) and accelerated
towards the anode and substrate 110, where these also
subsequently collide with additional Ar atoms, creating
more 1ons and free electrons in the process, continuing the
cycle.

Electrons 114 moving along the magnetic field path
(generated by one or more magnets 116) move faster than
ions and hit the target material. However, since the mass of
clectrons 1s significantly smaller than the Argon 1ons, the
overall impact of the electrons 1s too small to eject atoms
from the target material surface. The bombardments by 1ons
and electrons increase the temperature of the target material.

The target may be placed on a cathode, and may include
one or more metals or metallic alloys. In some examples, the
cathode may include a copper plate incorporating the mag-
nets 116, one or more water inlets and outlets for cooling,
and/or with the molten target on top of the plate.

While this example utilizes Argon, other gases may be
used. For example, a noble gas such neon, krypton or xenon
may be used, or non-inert gases such as nitrogen or other
processing gases to create nitrides or other desired com-
pounds. These are merely examples.

In some embodiments, secondary electrons are emitted
from the target surface as result of the 1on bombardment and
these electrons play an additive role 1n maintaiming the
plasma. The ejected target atoms 104 (and/or atom clusters)
condense on a substrate 110 as a thin film 112. In this
process, the atoms or clusters of atoms with higher kinetic
energy and higher flux density than in conventional pro-
cesses begin to bind to each other at the atomic level,
forming a tightly bound atomic layer. As compared to the
conventional sputter methods, the molten target material
releases a higher number of high latency atoms that carry
suflicient energy towards substrate for facilitating the for-
mation ol the modified crystal structure, where the crystal
structure transitions from a cubic crystal to a rhombohedral
crystal.

The molten target sputtering process ejects more flux of
atoms from the molten target than 1n solid target processes
where only surface atoms can be sputtered. More sources
mean higher collision rate with free electrons and 1ons for
energy transier between the ¢jected atoms and the 1oni1zed Ar
(or other gases) and/or electrons. The increased 1onization
clliciency of the magnetron may result in a dense plasma 1n
the target region and high evaporation rate, and may even-
tually result 1n a high deposition rate at the substrate. By
reducing the cooling of target materials, the target material
reaches a molten state, requiring much less energy from the
sputtering plasma to eject atoms. The plasma energy less
spent for ejecting atoms can be transierred to the elected
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atoms by collision to increase the kinetic energy and latency
of ejected atoms or clusters of atoms higher. As another
advantage, the atom pellets pufled out of a molten target
surface have high energy latency (or are energized) because
the target material 1s already molten at an elevated tempera-
ture.

The high energy latency of sputtered atoms helps the
formation of modified crystalline structure from a typical
cubic or zinc-blend structure. Since the change in crystalline
structure requires a certain amount of energy, the most of
current practices in epitaxy growth have used an excessively
heated substrate to deliver the necessary energy to imping-
ing sputtered atoms while contacting and anchoring on
substrate. Lower substrate temperatures (e.g. about 500
degrees C.) may be used with these methods’ epitaxial
growth, such as S1Ge growth on sapphire substrate. In other
examples, the principle of MTS epitaxy processes 1n this
disclosure 1s applicable for more other materials although
different growth conditions are required. The applications of
MTS are generally for more semiconductor materials such
as Group IV elements, group III-V cubic zinc-blendes, and
group 1I-VI semiconductors. In FIG. 1, the 1onized atoms or
clusters of atoms are shown by the black dotted circles 104.
The atomic 1ons are accelerated with several tens of electron
volts (eV) level of energy combined by the energy transier
from the molten target and the sputtering plasma to the
ejected atoms or clusters of atoms from the target sources.

These and other example MTS systems of this disclosure
avoid large amounts of time and high energy consumption of
thermal soaking at a high temperatures by combining the
benefits of both: (1) magnetron sputtering; and (2) eased
evaporation process from molten target material, however,
without adding extra systems. When the flux density of
atoms and clusters of atoms 1s 1increased with such systems
and methods, the behavior and assembly of new atomic
layers will change, adding a new parameter to epitaxial
growth. This results 1n novel methods of modifying the film
growth front, enabling beneficial and useful epitaxially-
grown heterostructure devices. In particular, these methods
allow use of a heated substrate, such as a sapphire, 1n order
to form a rhombohedral structure with incident guest atoms
or clusters of atoms. In certain prior systems and methods,
guest atoms or clusters of atoms naturally form a cubic
structure. However, 1n novel embodiments disclosed herein,
energy carried by the guest atoms or clusters of atoms 1s
cllectively used for constructing a rhombohedral lattice
instead of cubic.

In embodiments disclosed herein, the energy required for
the shape change 1s actually provided by the high energy
carrying guest atoms or clusters of atoms than by a highly
heated sapphire water. The energy originally gained by
atoms or clusters of atoms departing from the surface of
molten sputtering materials 1s used for modifying and trans-
forming cubic or zinc-blende structures, which are routinely
formed 1n epitaxy formation at a low-operating tempera-
tures, 1nto rhombohedron on [111] orientation. These meth-
ods for growing a single crystal film can therefore generate
high kinetic energy and high flux density of 1onized atoms
or clusters of atoms. In this process, a reasonable amount of
energy from the molten target i1s transferred to the atoms or
clusters of atoms, such as S1 and Ge, ejecting from the target
source and landing on the substrate. The, e¢.g., S1 and Ge
atoms or clusters of atoms modily the 1mitial cubic structure
into a rhombohedral structure while landing and forming a
lattice structure on the substrate.

In short, such molten target sputtering deposition methods
may be employed to grow, for example, a S1Ge epitaxy
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single crystal film on a c-plane sapphire substrate at lower
temperatures, such as about a 500 degree Celsius substrate
temperature, which provides numerous advantages as
described above. Among other benefits, these can provide a
high film growth speed for thick film (e.g. >about 10 um or
greater than about 5 about 20 about 50 or about 100 um) and
high vield, a low substrate temperature for epitaxial growth
(e.g. <about 500 degrees Celsius) which 1s comparable to
silicon single-crystal film growth. The energetic and efli-
ciency benefits are particularly advantageously given that
low-temperature formation of single crystal semiconductor
film, such as Ge or silicon-germanium (S1,_Ge, ), on sap-
phire substrate or other substrates 1s a key technology for the
fabrication of advanced thin-film transistors.

There are even other benefits of these processes as imple-
mented 1n various embodiments. For example, prior molecu-
lar beam epitaxy systems are much more expensive than the
MTS systems described herein, and these also have low film

growth speeds 1n comparison (e.g. a deposition rate of about
1.15 nm/s). Systems and methods disclosed herein have a
deposition rate of about 1.5 nm/s or more, about 2.0 nm/s or
more, or about 2.5 nm/s or more,

In examples of the method, a high flux density of atoms
or clusters of atoms (high growth rate) 1s possible, but the
deposition rate may also be finely controlled to ensure the
rhombohedron basis for single crystal formation. The depo-
sition rate from the solid target may be controlled by the
sputtering process so that the approach with the molten
target mainly accelerates evaporation and improves deposi-
tion rate. This allows the deposition rate of the film depo-
sition from the molten target to be higher than that of the film
sputtered from the solid target. The atoms or clusters of
atoms departing from the surface of molten magnetron target
1s not by a simple evaporation process but also 1onized
evaporation by collision process 1n plasma. These methods
also utilize a high kinetic energy of atoms or clusters of
atoms. Since the individual atom has enough energy to
control eventual shape formation of lattice structure while
integrating and anchoring atoms or clusters of atoms on the
surface of substrate, single epitaxy layer growth with low
substrate temperature 1s possible.

If the individual atoms or clusters of atoms do not have
enough energy to deform the molecular shape or structures
while reaching the substrate, the high substrate temperature
will be necessary to modily the atoms or clusters of atoms
shape or structure using the energy from the heated sapphire
surface. The high temperature of about 900 degrees Celsius
1s essential for growing the single crystal Si,__Ge_on the
sapphire substrate to deform the shape of the cubic or
zinc-blende structure into a rhombohedron. With these
methods and systems, however, less than about 500 degrees
Celsius 1s enough to grow the single crystal S1;,_ Ge_ film
because of the high kinetic energy atoms or clusters of atoms
before reaching the substrate, since these need less addi-
tional energy for the lattice formation.

In certain embodiments, this not only avoids the energy
required for shape change from normal cubic or zinc-blende
structure to rhombohedron from the time intensive thermal
soak process of, e.g. a waler prior to epitaxy process, but
avoilds other inefliciencies that result because the high
amounts of thermal energy are provided by electrical heating
clements. The electrical heaters cannot generate a uniform
thermal field, leading to an 1irregular temperature profile over
the substrate. The thermal soak methods by radiative or
conductive heat transier are also not effective due to the poor
absorption or by uneven contact.
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As mentioned above, these example methods result 1n an
alleviation of irregular temperature pattern of substrate to
grow better quality of a film. The temperature diflerence
between the edge and the center of the substrate 1s relatively
small since the deposition temperature required is much
lower than prior methods. The temperature gradient on
substrates heated above about 900 degrees Celsius can also
cause deformation, which strongly aflects device yield.

In sum, these methods provide a high crystalline growth,
such as S1,_Ge, growth, on a substrate such as a c-plane
sapphire substrate. As discussed in more detail below 1n
reference to example materials of the disclosure, these
methods provide a high composition ratio of, e.g., Ge
(x=about 0.85, or about 0.50 or more, or about 0.60 or more,
or about 0.70 or more, about 0.75 or more, about 0.80 or
more, between about 0.75-0.85, between about 0.70-0.90, or
others). The methods single crystalline film (with up to
about 99.7% of the desired lattice structure), a smooth
surface with high unmiformity, and a ligh deposition rate
compared with standard magnetron sputtering. Among other
benefits, these methods provide the possibility of applying
epitaxial growth of group IV semiconductor alloys, such as
a thick S1,_Ge,_ film (>about 100 um) growth for thermo-
clectric applications. The grown layers may also be incor-
porated 1nto components or systems for high performance
solar cells, MEMS devices, high efliciency thermoelectric
devices, or other semiconductor devices, such as semicon-
ductor waters, or other thin film coating applications.

FIG. 2 1llustrates a flowchart of an example method of the
disclosure. In this example, three phases may be performed
in tandem (although they can also be ordered or staggered),
where the molten target material 1s prepared 1n phase 200,
the vacuum system 1s prepared in phase 202, and the
substrate (1in this example, a sapphire) 1s prepared in phase
204. For example, for the preparation of the substrate 204,
the water 1s cleaned in step 206 and the substrate 1s then
heated to a relatively low temperature (such as about 500
degrees Cels1us or less, about 450 degrees or less, about 400
degrees of less, or about 600 degrees or less). For the
vacuum system preparation, as representative examples
only, a base pressure of about 0. 000001 Torr may be used,
as well as, a working pressure of about 5 m-Torr, 1n step 210.
For the molten target preparation, the target thickness may
be provided at about 3-5 mm, and the power for the target
may be about 200V and about 0.12 A, 1n step 212. Once all
phases are ready, the MTS system can provide the 1oniza-
tion, ejection, etc. process described above to result 1n single
crystal growth on the substrate 1n step 214.

A number of substrate temperatures may be used. While
in advantageous examples ol the methods, the crystalline
substrate 1s heated to a temperature of about 500 degrees
Cels1tus or less. Other temperatures may also be used how-
ever, and still provide relative benefits compared to prior art
processes. For example, the substrate may be heated to about
800 degrees or less, about 700 degrees or less, about 600
degrees or less, about 550 degrees or less, about 450 degrees
or less, about 475 degrees or less, or about 400 degrees or
less according to the target matenals selected for epitaxy.
There 1s no single temperature of substrate that universally
allows the growth of epitaxy of any selected target materials.
No matter what temperature of substrate 1s required for the
epitaxy process according to the selected target matenal, the
disclosed MTS will definitely benefit the high quality of
epitaxy, high yield, and energy saving by offering the same
technical reasons discussed above.

In some examples of the method, about 50% or more,
about 70% or more, about 75% or more, about 80% or more,
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about 85% or more, about 90% or more, about 95% or more,
about 98% or more, about 99% or more, about 99.5% or
more, or about 99.7% or more of the grown epitaxial layer
has a rhombohedral lattice, even when utilizing these rela-
tively lower temperatures. In other examples, the material
may include smaller amounts of a rhombohedral lattice, but
still have some rhombohedral orientation. In certain
examples, substantially all of the grown epitaxial layer has
a rhombohedral lattice.

There may be an i1deal substrate temperature required to
grow high quality epitaxy, based on the characteristics of the
system (e.g. type of substrate) when using the disclosed
MTS method. Any deviation from this substrate temperature
may diminish the quality of epitaxy. When the substrate
temperature 1s not 1deal, the distinctive defects in epitaxy
layers are the appearance of two diflerent orientations of
rhombohedral structures by 60 degrees of rotation. Such a
twin defect, e.g. identical crystals with two diflerent orien-
tations within the same embodiment, appears typically when
the substrate temperature 1s not 1deal. By substrate tempera-
ture, one can observe some dominance of an orientation as
compared to the other. An artful creation of twin lattice
structure (TLS) within the same embodiment may offer a
certain benefits for certain applications, however, may create
a stacking fault where the phono transmission 1s scattered or
reflected while keeping electrical conductivity. Thus, a range
of temperature may be used, even if not the “ideal” tem-
perature or temperature range that would substantially result
in a uniform rhombohedral lattice. The amount of the
rhombohedral lattice structure may be entirely or substan-
tially made up of one orientation, while 1n other examples,
some of the rhombohedral lattice may be 1n one orientation,
while some may be in other orientations (e.g. about 2% or
less of one orientation, about 5% or less, about 10% or less,
about 20% or less, about 30% or less, about 40% or less,
about 50% or less, with the remaining lattice structure in one
or more distinct orientations). In some examples, however,
more than about 99% of the rhombohedral lattice, or more
than about 99.7%., has the same relative orientation. The
partial formation of rhombohedral crystal by any amount
involves several factors. A critical factor among many 1s the
insuilicient or excessive thermal energy of the ejected atom
that makes a significant energy gap from the energy carried
by the atom that consists of crystalline substrate matenal.
Others include the surface irregularity of the crystalline
substrate, impurities, and the interveming gas partial pres-
sure.

In some examples of the method, the grown epitaxial
layer has a thickness that 1s about 10 or more micrometers,
about 25 or more, about 50 or more, about 75 or more, or
about 100 or more micrometers, about 150 or more microm-
eters, or about 200 or more micrometers, or may be 1n the
nanometer scale (e.g. tens or hundreds of nanometers, such
as about 100 nanometers or more, or about 100-300 nano-
meters). If rhombohedral formation of cubic or zinc-blende
materials on a crystalline substrate 1s unstable due to the
mismatch of lattice constants and localization of lattice
formation energy, the single epitaxial layer cannot be main-
tained over the thickness of layer greater than several atomic
layers by the appearance of muisfits, dislocations, stacking
faults, lattice splits, etc. Therefore, any thickness of single
epitaxial layer greater than a few tens of nanometers without
any defects assures the most stable rhombohedral formation
of lattice structure on a crystalline substrate. The grown
epitaxial layer with the thickness of micrometer range
signifies that the MTS 1n this disclosure works well on low
temperature practice. In certain examples, the grown epi-
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taxial layer has a thickness that i1s between about 10-50,
about 25-75, about 75-125, about 100-150, about 100-200,
about 200-300, about 250-350 or about 100-300 microm-
cters. The thickness of epitaxy layer may be selectively
controlled by the requirement of applications. For most of
CMOS application processes, the thickness of epitaxy layer
1s 1n the range from 100 nanometers to 300 nanometers.
Solar cells and communication power amplifier chip-sets
may have a thickness requirement or a few micrometers.

In some examples, the ejected atoms/clusters of atoms
include one or more semiconductor materials, such as one or
more Group IV elements. In certain embodiments, the
ejected atoms include one or more of Silicon, Germanium,
Carbon, and Tin. In certain examples, the crystalline sub-
strate comprises a sapphire maternal or other triagonal struc-
ture of materials, such as a sapphire or Langasite
(La,Ga.S10,,). In certain examples, about 70% or more of
the atoms of the grown epitaxial layer are Germanium, or
about 75% or more, or about 80% or more, or about 85% or
more. In other examples, similar amounts of another semi-
conductor material (e.g. Silicon or Tin or cadmium or
tellurium) are used, or other even other materials noted in
this disclosure such as a transition metal. In some examples,
one semiconductor material, such as Germanium, 1s used
(for example, in the amounts noted above) and substantially
all of the remaining atoms are Silicon (or another single
material, such as a different semiconductor material, or
transition metal, in the amounts noted above). In certain
examples, the atoms are ejected using 1onized evaporation,
as described above, and 1n some examples, the atoms are
¢jected from a surface of a molten magnetron target, as
described above.

In certain examples, the substrate 1s cleaned prior to
annealing. The substrate may also be cleaned to remove both
organic and inorganic contaminants. In some examples, a
sapphire water or other substrate 1s first cleaned with one or
more organic solvents, such as being washed sequentially in
acetone, 1so-propanol, and deionized water, followed by
rinsing 1 hot H,O:HCI:H,O, (1in a weight ratio of about
4:4:1) and about 5% HF solution. Other amounts, materials,
concentrations or ratios may also be used. Then, the wafer
may be preheated by annealing at an elevated temperature,
such as at about 500 degrees C. for, e.g. about 10 minutes to
remove any volatile contaminants. Other time periods such
as about 5 minutes, about 7 minutes, about 12 minutes, about
15 minutes, or even longer perlods may be used, while
shorter perlods may also be appropniate depending on the
characteristics (e.g. thickness and material) of the substrate.
This limited heating may also modily the crystalline struc-
ture of c-Al,O; thermally as Al layer with significant ther-
mal activation of the substrate.

Other aspects of the disclosure relate to epitaxy matenals.
In some examples, the material comprises a single epitaxial
layer on top of a crystalline substrate, the layer including one
or more semiconductor materials, wherein the layer has a
substantially rhombohedral lattice. The layered matenals
may be icorporated or used in various systems such as solar
cells.

XRD data of an example highly  single
crystalline (>99.7%) S1Ge layers on c-plane sapphire walers
(made via an example MTS method described above) 1s
shown 1 FIGS. 3-5. A symmetric 0-20 scan, which probed
the surface normal direction of the sample, showed only the

S1Ge (111) reflection at 20~27.5 degrees along with the
Al,04(003), (006), (009), and (0012) reflections. No other
S1Ge retlections, such as the (220), (311), or (400), appeared

in the symmetric scan, verifying that all of the crystallites
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were oriented 1n the [111] direction. The 1n-plane orientation
of the crystallites were measured with a scan of the S1Ge
(220) reflections. Three strong reflections oflset by 120
degrees 1n the scan indicated the majority in-plane orienta-
tion of the Si1Ge, and three small peaks indicated the 60
degrees rotated (twinned) minority in-plane orientation. The
majority percentage of the S1Ge crystallites can be deter-
mined by comparing the integrated areas under each peak.
Single crystalline SiGe layers greater than 99.7 percent were
fabricated 1n these growth runs according to these XRD
measurements shown 1n these Figures.

FIG. 4 shows data for an example sapphire (10-14) scan
showing three strong reflections and FIG. 5 shows an
example S1Ge (220) scan with three strong retlections (oilset
by 120 degrees) with three small reflections rotated 60
degrees from them indicating greater than 99.7% in-plane
orientation of the Si1Ge.

FIG. 6 provides high resolution transmission electron
microscope (I'EM) images of an example maternial that
coniirm an almost perfect atomic resolution lattice structure
for this rhombohedrally grown S1Ge on c¢-plane sapphire, 1n
particular the iterface. FIG. 6(a) provides a high-angle
annular dark-field image and FIG. 6(b) provides an annular
bright field image.

FIG. 7 illustrates a scanning TEM (STEM) Energy Dis-
persive X-ray (EDX) mapping of an example SiGe film on
a sapphire substrate in accordance with one example
embodiment. The mapping shows the Si1, Ge, Al, and O
clements and homogeneous Si1Ge with 85% Ge.

FIG. 8 shows cross-sectional TEM 1mages at the {inal
stage of example S1Ge thin films with conventional magne-
tron-sputtering method at 890 degrees Celsius (area A) and
with an example Molten Target Sputtering (MTS) method of
this disclosure at 500 degrees Celsius (B area) in accordance
with one example embodiment. Both areas show the same
shape of selected area diffraction pattern. However, the
lattice parameter 1s slightly different. In particular, images
(a-1) and (a-2) are at the final stage of S1Ge thin film with
S1Ge growth as described above, while (b-1 and b-2) provide
SAED (Selected Area Electron Difiraction) results of the A
arca and B area, and these results support the rhombohedral
lattice formation model.

The attached Figures and related discussion apply to
certain specific examples of the material, but other embodi-
ments may have a variety of components and characteristics.
In some examples of the material, one or more semicon-
ductor materials of the grown layer include one or more of
Silicon, Germanium, Carbon, and/or Tin. In certain embodi-
ments, the crystalline substrate comprises a sapphire mate-
rial (e.g. a waler), or other triagonally structured crystalline
materials (e.g. a waler).

In certain examples, about 99% or more of the single
epitaxial layer has a rhombohedral lattice. In some embodi-
ments, the single epitaxial layer has a thickness that 1s about
10 or more micrometers, or about 100 or more micrometers.
In various embodiments, the growth layer has a high Ge
composition ratio (e.g. over about 50%,) such as examples
where about 70% or more of the atoms of the single epitaxial
layer are Germanium, or about 85% or more, and substan-
tially all of the remaining atoms are Silicon (see amounts
noted above). In some examples, the single epitaxial layer
has a reduced deviation of the lattice formation, due to use
of a relatively even temperature distribution of crystalline
substrate under a thermal shadow.

It 15 to be understood that variations and modifications can
be made on the atorementioned structure without departing
from the concepts of the present invention, and further 1t 1s
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to be understood that such concepts are mtended to be
covered by the following claims unless these claims by their
language expressly state otherwise.

The preceding description of the disclosed embodiments
1s provided to enable any person skilled in the art to make
or use the present mnvention. Various modifications to these
embodiments will be readily apparent to those skilled 1n the
art, and the generic principles defined herein may be applied
to other embodiments without departing from the spirit or
scope of the mvention. Thus, the present invention i1s not
intended to be limited to the embodiments shown herein but
1s to be accorded the widest scope consistent with the
following claims and the principles and novel features
disclosed herein.

All cited patents, patent applications, and other references
are incorporated herein by reference 1n their entirety. How-
ever, 1f a term 1n the present application contradicts or
conilicts with a term 1n the incorporated reference, the term
from the present application takes precedence over the
conflicting term from the incorporated reference.

All ranges disclosed herein are inclusive of the endpoints,
and the endpoints are independently combinable with each
other. Each range disclosed herein constitutes a disclosure of
any point or sub-range lying within the disclosed range.

The use of the terms “a” and “an” and “the” and similar
referents 1n the context of describing the invention (espe-
cially in the context of the following claims) are to be
construed to cover both the singular and the plural, unless
otherwise indicated herein or clearly contradicted by con-
text. “Or” means “and/or.” As used herein, the term “and/or”
includes any and all combinations of one or more of the
assoclated listed items. As also used herein, the term “com-
binations thereol” includes combinations having at least one
of the associated listed 1items, wherein the combination can
further include additional, like non-listed items. Further, the
terms “first,” “second,” and the like herein do not denote any
order, quantity, or importance, but rather are used to distin-
guish one element from another. The modifier “about” used
in connection with a quantity 1s inclusive of the stated value
and has the meaning dictated by the context (e.g., 1t includes
the degree of error associated with measurement of the
particular quantity).

Reference throughout the specification to “another
embodiment”, “an embodiment”, “exemplary embodi-
ments”, and so forth, means that a particular element (e.g.,
feature, structure, and/or characteristic) described in con-
nection with the embodiment 1s included in at least one
embodiment described herein, and can or cannot be present
in other embodiments. In addition, 1t 1s to be understood that
the described elements can be combined i1n any suitable
manner in the various embodiments and are not limited to
the specific combination 1n which they are discussed.

What 1s claimed 1s:

1. A material comprising:
a single crystal epitaxial layer on top of a crystalline

substrate, the single crystal epitaxial layer comprising
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one or more semiconductor materials, wherein 99% or

more of the single crystal epitaxial layer has a rhom-

bohedral lattice, wherein 99% or more of the rhombo-

hedral lattice formed on the crystalline substrate has a

111] relative orientation, and the one or more semi-
conductor materials are Group IV semiconductor mate-
rials, and wherein the single crystal epitaxial layer is
formed by molten target sputtering at a temperature
below 600 degrees Celsius.

2. The material of claim 1, wherein the one or more
semiconductor materials are selected from the group con-
sisting of Silicon, Germanium, Carbon, and Tin.

3. The material of claim 1, wherein the crystalline sub-
strate comprises a sapphire material.

4. The material of claim 1, wherein the crystalline sub-
strate comprises one or more other triagonally structured
crystalline materials.

5. The material of claim 1, wherein the single crystal
epitaxial layer has a thickness of 10 to 300 micrometers.

6. The material of claim 1, wherein the single crystal
epitaxial layer has a thickness of 100 to 300 micrometers.

7. The material of claim 6, wherein about 70% or more of
the atoms of the single crystal epitaxial layer are Germa-
nium, and at least a portion of the remaining atoms are
Silicon.

8. The material of claim 7, wherein about 85% or more of
the atoms of the single crystal epitaxial layer are Germa-
nium, and at least a portion of the remaining atoms are
Silicon.

9. A maternial comprising:

a crystalline structure; and

a single crystal epitaxial layer formed by molten target

sputtering at a temperature of less than about 500° C.,
the epitaxial layer including one or more Group IV
semiconductor_materials and being on the crystalline
structure and having a rhombohedral lattice with at
least 99.7% 1n-plane orientation.

10. The material of claam 9, wherein the one or more
Group IV semiconductor materials includes one or more of
silicon, germanium, carbon, and tin.

11. The material of claim 9, wherein the crystalline
structure includes a sapphire material.

12. The matenial of claim 9, wherein the crystalline
structure comprises one or more other trigonally structured
crystalline materials.

13. The matenial of claim 9, wherein the single crystal
epitaxial layer has a thickness of 10 to 300 micrometers.

14. The material of claim 13, wherein the single crystal
epitaxial layer has a thickness of 100 to 300 micrometers.

15. The material of claim 9, wherein the single crystal
epitaxial layer includes silicon atoms and at least about 70%
germanium atoms.

16. The material of claim 15, wherein the single crystal
epitaxial layer includes silicon atoms and at least about 85%
germanium atoms.
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