wo 2010/051173 A2 I 0T 0 OO RO

(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT)

(10) International Publication Number

WO 2010/051173 A2

(19) World Intellectual Property Organization /’@?‘?’3\
International Bureau v{ 0
al
(43) International Publication Date \'{_5___,/
6 May 2010 (06.05.2010) PCT
(51) International Patent Classification:
C23G 5/00 (2006.01) BO1D 53/68 (2006.01)
FO1D 25/00 (2006.01)
(21) International Application Number:
PCT/US2009/061119
(22) International Filing Date:
19 October 2009 (19.10.2009)
(25) Filing Language: English
(26) Publication Language: English
(30) Priority Data:
12/262,730 31 October 2008 (31.10.2008) US
(71) Applicant (for all designated States except US): GEN-
ERAL ELECTRIC COMPANY [US/US]; 1 River
Road, Schenectady, NY 12345 (US).
(72) Inventor; and
(75) Inventor/Applicant (for US only): MANTKOWSKI,
Thomas, E. [US/US]; 6527 Foxchase Lane, Madeira, OH
45243 (US).
(74) Agents: PHILLIPS, Roger, C. ct al.; General Electric

Company, Global Patent Operation, P.O. Box 861, 2 Cor-
porate Drive, Suite 648, Shelton, CT 06484 (US).

(81) Designated States (unless otherwise indicated, for every
kind of national protection available). AE, AG, AL, AM,
AO, AT, AU, AZ, BA, BB, BG, BH, BR, BW, BY, BZ,
CA, CH, CL, CN, CO, CR, CU, CZ, DE, DK, DM, DO,
DZ, EC, EE, EG, ES, FI, GB, GD, GE, GH, GM, GT,
HN, HR, HU, ID, IL, IN, IS, JP, KE, KG, KM, KN, KP,
KR, KZ, LA, LC, LK, LR, LS, LT, LU, LY, MA, MD,
ME, MG, MK, MN, MW, MX, MY, MZ, NA, NG, NI,
NO, NZ, OM, PE, PG, PH, PL, PT, RO, RS, RU, SC, SD,
SE, SG, SK, SL, SM, ST, SV, SY, TJ, TM, TN, TR, TT,
TZ, UA, UG, US, UZ, VC, VN, ZA, ZM, ZW.

(84) Designated States (unless otherwise indicated, for every
kind of regional protection available): ARIPO (BW, GH,
GM, KE, LS, MW, MZ, NA, SD, SL, SZ, TZ, UG, ZM,
ZW), Eurasian (AM, AZ, BY, KG, KZ, MD, RU, TJ,
TM), European (AT, BE, BG, CH, CY, CZ, DE, DK, EE,
ES, FI, FR, GB, GR, HR, HU, IE, IS, IT, LT, LU, LV,
MC, MK, MT, NL, NO, PL, PT, RO, SE, SI, SK, SM,
TR), OAPI (BF, BJ, CF, CG, CI, CM, GA, GN, GQ, GW,
ML, MR, NE, SN, TD, TG).

Declarations under Rule 4.17:

as to applicant's entitlement to apply for and be granted
a patent (Rule 4.17(i1))

[Continued on next page]
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(57) Abstract: A fluoride ion cleaning method includes generating hydro-
gen fluoride (HF) gas in- situ in a cleaning retort; contacting a part in need
of cleaning with the generated HF gas; scrubbing an initial effluent stream
! in-situ to substantially remove residual HF gas therefrom; and passing the
scrubbed effluent gas stream out of the cleaning retort. In an exemplary
method, a liquid or gaseous halogenated feedstock is introduced into a
cleaning retort; hydrogen gas is introduced into the cleaning retort, HF gas
is generated by a reaction of the feedstock with hydrogen gas at a suffi-
cient temperature. In an exemplary method, only HF gas generated in-situ
or reconstituted in-situ is utilized in the cleaning process.
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FLUORIDE ION CLEANING METHOD
BACKGROUND OF THE INVENTION

This invention relates generally to systems, methods, and apparatuses for fluoride ion
cleaning, and more specifically to in situ generation and capture of hydrogen fluoride

gas used to clean components, including components comprising superalloy matenial.

Fluoride lon Cleaning (FIC) is used to remove oxides from field-run hot gas path
components in preparation for subsequent braze repair operations. Current FIC
techniques either suffer from reduced effectiveness due to the limited availability of
HF gas in the process or are burdened by high equipment and maintenance costs

stemming from the use of bottled HF gas as a reactant.

Commercially available dynamic FIC equipment currently uses bottled HF gas as the
source material. Because HF is an extreme toxin, its use requires expensive,
relatively complicated equipment in order to safely handle the HF. In addition, since
HF must be used in excess in the cleaning process, the effluent stream also contains
HF, requiring a scrubber system and it’s necessary ancillaries. This combination
tends to drive users to employ larger equipment which is segregated from the normal
process cells to obtain some economy of scale with the gas handling and treatment

systems.

Accordingly, it would be desirable to have an effective cleaning method without the
associated downfalls of the use of bottled HF gas a source material. Further, it would
be desirable to provide an effective cleaning method that reduces or eliminates the

need for a separate scrubber system to remove excess HF from the effluent stream.
BRIEF DESCRIPTION OF THE INVENTION

The above-mentioned need or needs may be met by exemplary embodiments which
provide a process for in-situ generation of HF within a cleaning retort and removes

excessive HF before releasing an effluent stream from the cleaning retort.
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In an exemplary embodiment, there is provided a method comprising: generating
hydrogen fluoride (HF) gas in-situ in a cleaning retort; contacting a part in need of
cleaning with the generated HF gas; scrubbing an initial effluent stream in-situ to
substantially remove residual HF gas therefrom; and passing the scrubbed effluent gas

stream out of the cleaning retort.

In an exemplary embodiment, there is provided a method comprising: introducing a
liquid or gaseous halogenated feedstock into a cleaning retort; introducing hydrogen
gas into a cleaning retort; heating the cleaning retort to a temperature sufficient to
generate HF gas in-situ through a reaction of the feedstock and the hydrogen gas; and
utilizing only HF gas generated in-situ from the reaction of the feedstock and the
hydrogen gas or a combination of HF gas generated in-situ and in-situ reconstituted

HF in the cleaning retort.
BRIEF DESCRIPTION OF THE DRAWINGS

The subject matter which is regarded as the invention is particularly pointed out and
distinctly claimed in the concluding part of the specification. The invention,
however, may be best understood by reference to the following description taken in

conjunction with the accompanying drawing figures in which:

FIG. | is a schematic representation of a high temperature furnace containing a

cleaning retort having at least a cleaning region and a scrubbing region.

FIG. 2 is a schematic representation of a high temperature furnace similar in certain

respects to the furnace shown in FIG. 1 and including a vacuum pump.
DETAILED DESCRIPTION OF THE INVENTION

Referring to the drawings wherein identical reference numerals denote the same

elements throughout the various views, FIG. 1 shows an exemplary system 10

including a high temperature furnace 12 including a cleaning retort 14 into which

parts or components 16 in need of cleaning are placed. Cleaning retort 14 is capable

of containing the appropriate cleaning gasses introduced by gas stream 18. The

cleaning retort 14 includes at least two regions. A first region 20 is sized and
2
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dimensioned to hold parts and components 16 in need of cleaning. A second region
22 is operable as an HF scrubbing unit (fluorine getter). In an exemplary process, the
retort 14 is preheated and purged with, for example, argon. Thereafter, a feedstock of
a non-hazardous fluorine-containing compound 24 and hydrogen gas 26 are
introduced into the retort 12. The fluorine-containing compound reacts at temperature

with hydrogen to form HF gas (gas stream 18) in the retort 14,

The HF gas then acts to clean the parts via the conversion of oxides to semi-volatile
fluorides which are carried away from the parts or components 16 by the flowing gas
stream in a fluoride ion cleaning process. In an exemplary embodiment, prior to
exiting the retort, the initial effluent stream 28 is scrubbed of fluorine in the second
region 22 (fluorine getter) such that the scrubbed effluent stream 30 exiting the retort
is substantially free of fluorine, and therefore less hazardous then in traditional
fluoride ion cleaning processes. Optionally, the cleaning retort 14 may include a third
region 32 (metal getter) operable to remove a majority of the metals found in the

initial effluent stream 28 such as Al and Cr as discussed below.

In an exemplary embodiment, illustrated in FIG. 2, a similar system 100 is utilized.
System 100 includes a high temperature furnace 112 including a cleaning retort 114
into which parts or components 116 in need of cleaning are placed. The cleaning
retort 114 includes at least regions 120 and 122 operationally similar to regions 20,
22. Optionally, retort 114 may include region 132 as a metal getter, as described
above. In an exemplary embodiment, the scrubbed effluent stream 130 is connected
to a vacuum pump 140 operable to pulse or modulate pressure in the retort 114 to help
evaporate semi-volatile fluorides from the surface of the parts 116 and to provide
fresh HF gas 118 into cracks on the parts. A dessicant 142 may be placed in the
effluent stream 130 to prevent moisture contamination of the vacuum pump.
Alternately, a liquid ring type vacuum pump could be used to provide vacuum

without the dryer.

In an exemplary embodiment, hydrogen fluoride gas (HF) is generated and
subsequently destructed in-situ, thereby eliminating some of the hazards associated

with prior fluoride ion cleaning (FIC) processes. A non-toxic, fluorine-containing

3
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compound such as Freon 134a (tetrafluoroethane) is used as a feedstock and thermally

decomposed after mixing with hydrogen to form HF:

CyH;F4 + 5H; -> 4HF + 2CH4 (in situ HF generation)

The HF thus generated is utilized in a Fluoride lon Cleaning process:
6HF + Al;O; -> 2AlF; + 3H,;0

6HF + Cr;03 -> 2CrF3 + 3H,0 (cleaning)

H,O +CH,-> CO + H;

The effluent stream is treated to remove HF prior to exhausting from the retort. The
process has an optional step which removes the majority of the metals found in the
initial effluent stream such as Al and Cr. The metal fluoride compounds may be
substantially stripped of their metal content so that reconstituted HF may be recycled
to the cleaning process. Alternately the reconstituted HF may be more readily

removed in a subsequent scrubbing unit.

These elements exist in the effluent stream as fluorides, and can be removed by
reducing them to a metal alloy by combining them with a pure sacrificial metal such

as iron:
2AlF; +2Fe + 3H; -> 2AlFe + 6HF  (and)
CrF; + Fe + H; -> CrFe + 2HF (metal getting)

In the fluorine removal step, a packed bed is used to contact fluorine- containing
species with a sacrificial high melting temperature material. The reactions result in
formation of stable, high melting point fluoride compounds which may be
subsequently disposed of after the retort has been returned to room temperature. In
the preferred embodiment, the fluorine scrubber contains a fluorine getter such as
CaO:

2HF + CaO -> CaF; + H,0 (fluorine getting)
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Other salts or combinations of salts may replace CaO. For example a combination of
Ca0 and NaCl may be mixed with Si. This fluorine-getter mixture may allow
substantially all of the HF to be removed from the gas streams at elevated
temperatures. The process generates non-hazardous, readily disposable solid wastes.
The gaseous by-products may be combusted in the furmnace hot zone resulting in CO»

and water vapor emissions.

The result of this combination of in-situ generation and destruction of HF allows for
tailoring the cleaning processes to the components requiring cleaning, rather than
running a single common cycle for all parts regardless of the difficulty of cleaning

certain components.

Thus, the exemplary embodiments disclosed herein provide an effective cleaning
method without the associated downfalls of the use of bottled HF gas as a source
material in situ generation of HF. Further, in situ removal of excess HF from the

effluent stream reduces or eliminates the need for a separate scrubber system.

Embodiments disclosed herein present systems and methods of fluoride ion cleaning
in which HF gas is generated in-situ in the cleaning retort using a liquid or gaseous
halogenated feedstock combined with hydrogen at high temperatures such that no HF
precursor material is required to be placed in the cleaning retort prior to initiation of

the cleaning cycle and no HF gas is employed as a feedstock

This written description uses examples to disclose the invention, including the best
mode, and also to enable any person skilled in the art to make and use the invention.
The patentable scope of the invention is defined by the claims, and may include other
examples that occur to those skilled in the art. Such other examples are intended to
be within the scope of the claims if they have structural elements that do not differ
from the literal language of the claims, or if they include equivalent structural

elements with insubstantial differences from the literal languages of the claims.
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WHAT IS CLAIMED IS:

l. A method comprising: .

generating hydrogen fluoride (HF) gas in-situ in a cleaning retort;

subsequent to (a), contacting a part in need of cleaning with the generated HF gas;

scrubbing an initial effluent stream in-situ to substantially remove residual HF gas

therefrom; and
passing the scrubbed effluent gas stream out of the cleaning retort.

2. The method according to claim | wherein in (a), the HF gas is generated in-
situ from at least one of a liquid or gaseous halogenated feedstock combined with
hydrogen at a temperature of about 1500 to about 2200 °F (about 816 to about 1204
°C).

-

3. The method according to claim 2 where the feedstock comprises at least one

of a chlorofluorocarbon (CFC) or hydrofluorocarbon (HF C) compound.

4. The method according to claim 3 wherein the feedstock comprises

tetrafluoroethane (HFC-134a).

5. The method according to claim 1 wherein in (c), scrubbing the effluent stream
comprises passing the effluent stream over a packed bed reactor comprising a material
capable of forming a stable, non-volatile, high melting temperature fluoride
compound upon reaction with at least one of HF gas, aluminum fluoride (AlF3), or

chromium fluoride (CrF3).
6. The method according to claim S wherein the matenal comprises CaO.

7. The method according to claim 1 wherein generating the HF gas in (a),
cleaning the part in (b), and scrubbing the effluent stream in (c) are accomplished at
temperatures of between about 1500 to about 2200 °F (about 816 to about 1204 °C)

for between about | to about 8 hours.
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8. _ The method according to claim | further comprising:
modulating a pressure in the cleaning retort during at least a part of (b).

9. A method comprising:

introducing a liquid or gaseous halogenated feedstock into a cleaning retort;

during at least a part of (a), introducing hydrogen gas into a cleaning retort;

heating the cleaning retort to a temperature sufficient to generate HF gas in-situ
through a reaction of the feedstock introduced in (a) and the hydrogen gas introduced
in (b); and

utilizing only HF gas generated in-situ from the reaction in (¢) or a combination of HF

gas generated in-situ and in-situ reconstituted HF in the cleaning retont.
10.  The method according to claim 9 further comprising:

forming metal fluoride compounds by contacting a part in need of cleaning with the

HF gas generated in (d).
11.  The method according to claim 10 further comprising:

converting the metal fluoride compounds to HF plus metal by reaction of the metal

fluoride compounds with a non-volatile alloying agent.

12. The method according to claim 11 wherein the non-volatile alloying agent is

iron.

13. The method according to claim 9 wherein the feedstock in (a) includes at least

one of a chlorofluorocarbon (CFC) or hydrofluorocarbon (HFC) compound.

14. The method according to claim 9 wherein the feedstock includes
tetrafluoroethane (HFC-134a).
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15.  The method according to claim 9 further comprising:

generating a final effluent stream exiting the cleaning retort that is substantially free

of HF, F; and fluorine-containing compounds.

16.  The method according to claim 15 wherein in (e) generating the final effluent
stream includes in-situ scrubbing of an initial effluent stream by passing the initial
eftluent stream over a packed bed reactor comprising a material capable of forming a
stable, non-volatile, high melting temperature fluoride compound upon reaction with

at least one of HF gas, aluminum fluoride (AlF3), or chromium fluoride (CrF,).

17.  The method according to claim 16 the material comprises CaO.
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