PROCESS FOR ETHYLBENZENE PRODUCTI ON CROSS- REFERENCE TO RELATED APPLI CATI ONS
[ 0001] The present invention clains priority to provisional application
nunber 61/101610 fil ed on Septenber 30, 2008. FIELD [0002] Enbodi nents of

t he presentobnyentéion generally relate to al kyl ati on efrasswbisgzsconpounds.
BACKGROUND [ 00031Al kyl ation reactions generally involve contacting a first
aromati c conpound with an al kyl ation agent in the presence of a catalyst to
forma second aromati c conpound. One inportant al kylation reaction is the
reacti on of benzene et hyl henzene. The

et hyl benzene can thé@k@@E%é@%%@%fgﬁ%@ 5@@%@?@@@@%@3@@%@ [ 0004] Cat al yst
life is an inportant conS|derat|on in al kylation reactions. There are the
costs related to the catalyst itself, such as the unit cost of the

catal yst, the useful life of the catalyst, the ability to regenerate used
catal yst, and the cost of disposing of used catalyst. There arc also the
costs related to shutting down an al kyl ation reactor to replace the

catal yst and/or to regenerate the catal yst bed which includes |abor,

nat eri al s,cramsk-REFERENCN PARELAEY APPVR LAHAKO39661PCT/ US2009/ 0586' 74

[ 0005] Cat al'ySt deactivation can tend to reduce the level of conversion, the
| evel of selectivity, or both, each which can result in an undeS|rabIe

| oss of pl¥ifdks é%tuﬁw@mcywmﬂher@mmanwme@varmauaum@hsmﬁwumnrmm@att|vat|on

cur tacss. SUMKTTE P Sus b B Wi ch can be referred to as

carboni zation; the physical breakdown of the catalyst structure; and the

.l oss of pronpters or additives fromthe catal yst. Dependi ng upon the

‘catal yst and the various operating paraneters that are used, one or nore of
these nechani snms may apply. [0006] Another cause of catalyst deactivation
can be the result of poisons present in an input streamto the alkylation
system f&lﬂbganple am ne or anmoni a conpounds. The poi sons can react with
conponents of the catalyst |eading to deactivation of the conponent or a
restricti giopn AgGB3EhRs:s (SeuEORaRCeotoh N ALl Eakaly skymtgugture. The
poi sons can further act to reduce yields |nc ease costs erefore,
need exi st®ntadc cev@uogs. an al kyl ati on systen1that i s capabl e of reducing

al kyl ati on catal yst deactivation or a nethod of nanagi ng al kyl ati on

catal yst deactivation in an effective manner. 100071l n view of the above,
it would be desirable to have an effective nethod to produce ethyl benzene
in conmercial quantities via a catalytic alkylation reaction. It would
further be desirable if the nmethod was robust and did not experience
frequent @iagrkROEME due to process interruptions for catal yst regeneration
or replacenent. SUMVARY [ 00081Enbodi nents of the present invention include
a nmet hod of producing comercial quantities of ethyl benzene by the

cat al yti cl#PRly| atilkyi w@a@a@ﬁlm gofcrdlyripwhe @ﬁtﬂcf&gh@ﬁéh@romﬁf@ownpemsbdu ments of

: the presept, i n Lne tho Qf Ci al k omati.cs by the
aIkyIatlonhgf aﬁyg?@na c an R£§Pg3§gt.%£ﬂ§ iﬁgﬁheg%%gh%‘mmﬁ%oIV|ng

provi di ngc@hpdug@SOn®RgorteaaikyRioZeReos GNhaienitidg ofbéi@&n@ witatiylee gat al yst
into which a feed stream conpri si ﬁ‘an aromgti ¢ and an al kyl ating agent is

i nt r oducethe pagduptéqusal @&Wﬁi@ﬁﬁl@n% ethffbenggngpan thenibg deldeaserptadriaidermal kyl at i on
COﬂdItIOﬂ@YJR produce an al kyl aromatic. A first product stream containing
al kyl aromati'e ‘can then be renoved. The aromatic can be benzene, the

al kyl ati ng agent can be ethylene, and the al kyfaromatic can be
ethylbenzﬁmeﬂ ThémahhMHaMDmmmmﬁn@mo@mm&@ﬂmlmamqm&mheaﬁﬁm@ Fherelats on pounds
per day a can Ea bet ween at | east O. pounds per day and 10

mllion p ﬁ&“é“ﬁ Feda%ghe Cf@m&t@f%éuca@s Whéél@f cqsh%f thﬁ‘eczilaés%ﬁlezlé@f@ Igapf i ncl ude at
| east one hBrc%!al u?tkr‘%b( ! f’gtché?&c L SRACL P sﬁ%ﬂd%ﬁc &&FEF Fg@% gr&f%’?{cﬁ/
al kylation rea east one pr I'’'mnary a I o reactor can

cont ai n Hedvdys Thmd: art elsc ateabstmelatad tashytmntdotvy amﬁlkjdeﬁommtoato ﬂepla&t 5, 000

pounds to 50, 000 unds nor e o h t one m nary

al kyl at i oﬂiler‘:éta!&tdp&%tﬂ r%“ﬁ@%ﬁ*@ CHAEStHF Nﬁ‘%ﬁ; 1‘%{?1’ gf)?ro‘ﬁdtr‘”‘ logsan cont ai n
a m xed C@ﬁﬁb&éﬁw% at includes the Hbeta zeolite catalyst |n addition to
at | east one other catalyst. In an enbodi nent the primary al kyl ati on
react or experiences a reduced rate of catal yst deactivati on when the
prelimnary al kylation reactor containing Il-beta zeolite catalyst is in
service. In an enbodi nent the primary al kyl ati on reactor experiences no
cat al yst deactivation when the prelimnary al kyl ation reactor containing
H beta zeolite catalyst is in service. [0011] The anount of H beta catal yst
can be between at |east 5,000 pounds to 50,000 pounds and can be in a
prelimnary al kylation system which can have a run tine of at |east 6



[0040] I n a specific enbodi nent, the overhead fraction 120 fromthe third
separation system 115 may i ncl ude di et hyl benzene and triethyl benzene, for
exanple. The bottons fraction 119 (e.g., heavies) may be recovered fromthe
third sepawatbonssystem 115 for further processing andgramasebysstnot

shown). [00411The transal kyl ati on system 121 generally includes one or nore
reaction vessels having a transal kyl ation catal yst di sposed therein. The
reaction vessels may include any reaction vessel, comnbination of reaction
vessel s and/ or nunber of reaction vessels (either in parallel or in series)
known to one skilled in the art. [0042] A transal kyl ation output 124

generalIy‘tﬂ@ludQ?aWﬁéw§EEBWH1%Wdﬁﬁ%ﬁ@f@éﬁﬁ%hﬁﬁﬂCﬁGPm@%%Wpﬂ@ lewt B§| benzene.
The transglidenl@f 0P Bo@UERH A AR s REInSENndt QraBRQ0Qf o 1 NG cSERRERLI,ON
systens, such as the second separation system 114, for separation of the
conponentgmbtC@b@3W¥@wsﬁmw9$ﬁﬁﬂ@ﬁﬁoﬁumuﬁa%ZEHOQO@ﬂ3$$nTbmecenbonment t he

transalkyh@ i Y, opgs,al | i.tions. For
exanpl e, EI%%%%(ﬁ P%%@%%QE?S?§£ %3%”%ﬂg%béﬂbg§?a giqgfegnfgﬁbgrature of
from abouctarlﬁﬁl@au@n, elmlntfm@e@(b@abdudvraofphce@wysestojcmdamuﬂ ttﬁ(b@ssros p@noierd €ss.

[ 0044] hi speci. f ut .stream 102 i ncl udes benzene and
et hyl ene. fﬁgﬁvgngené nﬁgdgg éﬂ%ﬁp$8% S@bﬂ?éavg?ﬁﬁpfhbﬁmsbﬁ CQEE MG ch as
for exanppaegmaers fueah uhﬂnri‘reme n®0edis Rl onists ialylagply. of recycl e sources.
As used herein, the term' fresh benzene source refers to a source

i ncl udi ng | ea Lot bout 9 nzene 98 wt % benzene or
at | east 5@%&6& %%Cﬁ%sﬁ gﬁ% alyft CAGLAT ‘éan blerf %Wéu EP#W&?OH%H‘FSQHE He nol ar
‘ratio of d:mempﬁr@reﬁm tettllwhlﬁtﬂemmyys&m fftSIOéﬁaaleuztmti;e br a@n@dBRWondRudds. or from
about 1: lgto about 20: for the tot @’ al kyl ati on process including all of
the al kyl |%H“be&§“r?b?WEQQHﬁP@“m$h the IcalRlyplaerding fo pesbwtian 06 e hyl ene
for i ndi Vdoehpaherbky tedticOsh Redsessiap HeaBeBoidnPMli e EPald® kel Ofhexanmpl e.
[0045] I n a. specific, enbodi nent, benzene is recovered through Iine 110 and
recycl ed RGPS &oliierast fonisditcericlfnendanpyptsatcrsn Sheefora 204cd eiits &

et hyl ben / v 112.
T00461A5 o ot ce B SR SRR ARG RN UG e T s
an aIkyIaﬂ@enﬁbéﬂémy@t@ngﬁéﬂanu@wsmr@aﬁn@@ﬁwnengﬂbdbenmame/ethyIene
contacts the al kylation catal yst during the al kylation reaction to formthe
al kyl ati qgo@yt put, Q6 of %e%bov@tthWOQI%%e&glrab}é)g)ﬂaky%toerﬁte&%trﬁetxod ﬁ&' kylation
cat al yst systens generall'y experience deactivation requiring either
regeneraﬂﬁ@hwoﬁﬂW‘ @a@emenmﬂﬁ@dﬂﬂﬂmnmﬁkyVwaakw@@ncoﬂyQMGmeasealgéneralIy
require ce4Bo unst ance

drsruptrgﬁgﬂf epﬁéﬁ%%%ﬁgsgﬂé %““‘%ﬁt%ﬁ“%tg%%iglsm’f%@“ cfﬁvﬁtron
results kmmmn@nmmmbepub&bmaahqmsnsﬁhemﬂ?mt@@ﬁﬁmﬁmﬁﬁ@ﬁﬁmuﬁmﬁhat poi sons
present in the input stream 102, such as nitrogen, sulfur and/or oxygen
containing inpurities, either naturally occurring or a result of a prior

- process, may reduce the activity of the al kylation catal yst.

[ 00481Enbodi nents of the invention provide a process wherein continuous
production durr~§ catal yst regeneration and mai nt enance nay be achi eved.

For exanplMgdeY r eact or may be taken off-line for regeneration of the
catalyst, either by in-situ or ex-situ nethods, while the remaining reactor
may remaigpe8n- | ime,okikenRr af Ltﬁé ' ﬁ&ent-r%eﬁ’tﬁ;neqrmdaét % QRetdd W@ gﬂ
regeneratlon will be required can depend on specific syste con tions, but
i s gener &PMincErighgeddities eﬁe&msemebmthﬂm@emgamy@aomhySKmpfbdutmawwty,
tenperaturglngr time). WD 2010/ 039661PCMIS2009/ 058674 [0049]I1f in-situ
regeneration 1s not possible, when renoving the catal yst fromthe reactor
for regeneration, it nay be possible to replace the catalyst and place the
react or ﬁﬂmﬁineEWHmﬂ@%mﬁeOfégbueﬂﬁmeaotmﬂmtemhvatahysbxﬁsfnengEQated I n

such an SHOPAARAL vy e kORkio P br HER &ﬁit{la?ntdg%en SR APl SR PG t%rdge and

t her ef or ficra Such ong life

bef ore regzehmgapnoordmgartﬁordt rmentr@toocﬁn vdre ¢onwaériig BlRbetAyeohiteovHtdest dftoal kyl ati on
system capabl e of extended catalyst |ife and extended production runs.

[ 0050] Referring to Figure 2, the al kylation/transal kyl ati on system 100 may
further include a prelimnary al kylati on system 103. The prelimnary

al kyl ati on system 103 rmay be mmi ntai ned at al kylation conditions, for
exanmpl e. The prelimnary al kylation j nput stream 101 may be passed through
the prelimnary al kylation system 103 prior to entry into the al kylation
system 104 to reduce the | evel of poisons in the input stream 102, for
exanple. In one enbodi nent, the | evel of poisons is reduced by at |east
10% or at least 25%or at |east 40%or at |east 60%or at |east 80% for
exanpl e. For exanple, the prelimnary al kylation system 103 nay be used as
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which a feed stream comprising an aromatic and an alkylating agent is introduced. At
least a portion of the aromatic is reacted under alkylation conditions to produce an
alkylaromatic. A first product stream containing alkylaromatic can then be removed.
The aromatic can be benzene, the alkylating agent can be ethylene, and the alkylaromatic
can be ethylbenzene. The alkylaromatic production can be least 0.5 million pounds per
day and can be between at least 0.5 million pounds per day and 10 million pounds per

day.

[0010] The at least one reaction zone can include at least one preliminary alkylation
reactor and at least one primary alkylation reactor. The at least one preliminary
alkylation reactor can contain H-beta zeolite catalyst in a quantity of between at least
5,000 pounds to 50,000 pounds. One or more of the at least one preliminary alkylation
reactor and at least one primary alkylation reactor can contain a mixed catalyst that
includes the H-beta zeolite catalyst in addition to at least one other catalyst. In an
embodiment the primary alkylation reactor cxperiences a reduced rate of catalyst
deactivation when the preliminary alkylation reactor containing H-beta zeolite catalyst is
in service. In an embodiment the primary alkylation reactor experiences no catalyst
deactivation when the preliminary alkylation reactor containing H-beta zeolite catalyst is

in service.

[0011] The amount of H-beta catalyst can be between at least 5,000 pounds to 50,000
pounds and can be in a preliminary alkylation system, which can have a run time of at
least 6 months, or at least 9 months, or at least 12 months, or at least 18 months prior to
regeneration. The H-beta zeolite catalyst in the preliminary alkylation system can be
regenerated in-situ. The preliminary alkylation system can be bypassed for catalyst

regencration without taking the at Icast one primary alkylation reactor out of scrvice.
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BRIEF DESCRIPTION OF DRAWINGS

[0012] Figure 1 is a schematic block diagram of an cmbodiment of an

alkylation/transalkylation process.

[00613] Figure 2 is a schematic Dblock diagram of an embodiment of an

alkylation/transalkylation process that includes a preliminary alkylation step.

[0014] Figure 3 is a schematic illustration of a parallel reactor system that can be

used for a preliminary alkylation step.

[0015] Figure 4 illustrates one embodiment of an alkylation reactor with a plurality of

catalyst beds.

[0016] Figure 5 is a graph of the percent temperature rise data obtained in an

Example of the present invention.

DETAILED DESCRIPTION

[0017] Aromatic conversion processes carried out over molecular sieve catalysts are
well known in the chemical industry. Alkylation reactions of aromatics, such as benzene,
to produce a variety of alkyl-benzene derivatives, such as ethylbenzene, are quite

common.

[6018] Embodiments of the present invention generally relate an alkylation system
adapted to minimize process upsets duc to alkylation catalyst deactivation and the
resulting catalyst regeneration or replacement. In one embodiment of the invention,
commercial quantities of H-beta catalyst are used within an alkylation process to produce
commercial quantities of cthylbenzene from benzene and cthylene. The process can
include one or more fixed catalyst beds of H-beta that can be regenerated either in-situ or

ex-situ without significant disruptions to the commercial alkylation production rates.



56.2 37% 106% 102% 102% 02/ 24/ 08 56.1 36% 106% 102% 102% 02/ 25/ 08 56. 2 35%
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[6019] As used herein commercial quantities of an H-beta alkylation catalyst means a
quantity of from 3,000 pounds to 50,000 pounds or more of catalyst in use as an
alkylation system within an alkylation process, such as for ethylbenzene production. The
H-beta alkylation catalyst can be used as a preliminary alkylation system within an
alkylation process for cthylbenzene production. The preliminary alkylation system can
be an initial bed or beds in a multi-bed reactor, or can be an initial reactor or group of
reactors in a multi-reactor alkylation process, for example. In embodiments of the
invention where an H-beta alkylation catalyst is utilized for both the preliminary
alkylation system and the primary alkylation system, the catalyst quantity for the total
process may range up to 100,000 pounds or more. As used herein commercial quantities
of ethylbenzene from the alkylation process can range from an average daily production

of 0.5 million pounds up to 10.0 million pounds of ethylbenzene or more.

[0028] Zeolite beta catalysts are suitable for use in the present invention and are well
known in the art. Zecolite beta catalysts typically have a silica/alumina molar ratio
(expressed as Si0,/Al,03) of from about 10 to about 300, or about 15 to about 75, for
example. In one embodiment, the zeolite beta may have a low sodium content, e.g., less
than about 0.2 wt% expressed as Na,O, or less than about 0.06 wt%, for example. The
sodium content may be reduced by any method known to one skilled in the art, such as
through ion exchange, for example. Zeolite beta catalysts are characterized by having a
high surface area of at least 400 m”/g based upon the crystalline form without any regard
to supplemental components such as binders. In one embodiment, the zeolite beta may
have a surface area of at least 600 m*/g. The formation of zeolite beta catalysts is further
described in U.S Patent No. 3,308,069 to Wadlinger et al and U.S Patent No. 4,642,226

to Calvert et al, which are incorporated by reference herein.

[0021] An H-beta type zeolite catalyst has the characteristic of having hydrogen as its -
nominal cation form. Within one particular embodiment a commercially available H-beta
catalyst from Zcolyst International with a commercial designation of Zeolyst CP 787
Zeolite H-Beta Extrudate is used in commercial quantities for the production of

ethylbenzene by the alkylation reaction of benzene and ethylene.
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[0022] Figure 1 illustrates a schematic block diagram of an embodiment of an
alkylation/transalkylation process 100. The process 100 generally includes supplying an
input stream 102 (e.g., a first input stream) to an alkylation system 104 (e.g., a first
alkylation system.) The alkylation system 104 is generally adapted to contact the input
stream 102 with an alkylation catalyst to form an alkylation output stream 106 (e.g., a

first output stream).

[0023] At least a portion of the alkylation output stream 106 passes to a first
separation system 108. An overhead fraction is generally recovered from the first
separation system 108 via line 110 while at least a portion of the bottoms fraction is

passed via line 112 to a second separation system 114.

[0024] An overhead fraction is generally recovered from the second separation
system 114 via line 116 while at least a portion of a bottoms fraction is passed via line
118 to a third separation system 115. A bottoms fraction is generally recovered from the
third separation system 115 via line 119 while at least a portion of an overhead fraction is
passed via line 120 to a transalkylation system 121. In addition to the overhead fraction
120, an additional input, such as additional aromatic compound, is generally supplied to
the transalkylation system 121 via line 122 and contacts the transalkyation catalyst,

forming a transalkylation output 124,

[6025] Although not shown herein, the process stream flow may be modified based
on unit optimization. For example, at least a portion of any overhead fraction may be
recycled as input to any other system within the process. Also, additional process
equipment, such as heat exchangers, may be employed throughout the processes
described herein and placement of the process equipment can be as is generally known to
one skilled in the art. Further, while described in terms of primary components, the
streams indicated may include any additional components as known to one skilled in the

art.

[0026] The input stream 102 generally includes an aromatic compound and an

alkylating agent. The aromatic compound may include substituted or unsubstituted
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aromatic compounds. The aromatic compound may include hydrocarbons, such as
benzene, for example. If present, the substituents on the aromatic compounds may be
independently selected from alkyl, aryl, alkaryl, alkoxy, aryloxy, cycloalkyl, halide
and/or other groups that do not interfere with the alkylation reaction, for example. The
input stream and alkylating agent 102 can be input at multiple locations as shown in

Figure 4.

[0027] The alkylating agent may include olefins such as ethylene or propylene, for
example. In one embodiment, the aromatic compound is benzene and the alkylating
agent is ethylene, which react to form a product that includes ethylbenzene as a

significant component, for example.

[0028] In addition to the aromatic compound and the alkylating agent, the input
strcam 102 may further include other compounds in minor amounts (e.g., sometimes
referred to as poisons or inactive compounds). Poisons can be nitrogen components such
as ammonia, amine compounds, or nitriles, for example. These poisons can be in
quantities in the parts-per-billion (ppb) range, but can have significant effect on the
catalyst performance and reduce its useful life. In one embodiment, the input stream 102
includes up to 100 ppb or more of poisons. In one embodiment, the input stream 102
includes poisons typically ranging from 10 ppb to 50 ppb. In one embodiment, the
poison content typically averages from 20 ppb to 40 ppb.

[0629] Inactive compounds, which can be referred to as inert compounds, such as Cs
to Cg aliphatic compounds may also be present. In one embodiment, the input stream 102

includes less than about 5% of such compounds or less than about 1%, for example.

[0030] The alkylation system 104 can include a plurality of multi-stage reaction
vessels. In one embodiment, the multi-stage reaction vessels can include a plurality of
operably connected catalyst beds, such beds containing an alkylation catalyst, such as
shown in Figure 4 for example. Such reaction vessels are generally liquid phase reactors
operated at reactor temperatures and pressures sufficient to maintain the alkylation

reaction in the liquid phase, i.e., the aromatic compound is in the liquid phase. Such
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temperatures and pressures are generally determined by individual process parameters.
For example, the reaction vessel temperature may be from 65°C to 300°C, or from 200°C
to 280°C, for example. The reaction vessel pressure may be any suitable pressure in
which the alkylation reaction can take place in the liquid phase, such as from 300 psig to

1,200 psig, for example.

[0031] In one embodiment, the space velocity of the reaction vessel within the
alkylation system 104 is from 10 liquid hourly space velocity (LHSV) per bed to 200
LHSV per bed, based on the aromatic feed rate. In alternate embodiments, the LHSV can
range from 10 to 100, or from 10 to 50, or from 10 to 25 per bed. For the alkylation
process overall, including all of the alkylation beds of the preliminary alkylation reactor
or reactors and the primary alkylation reactor or reactors, the space velocity can range

from 1 LHSV to 20 LHSV.

[0032] The alkylation output 106 generally includes a second aromatic compound. In

one embodiment, the second aromatic compound includes ethylbenzene, for example.

[0033] A first separation system 108 may include any process or combination of
processes known to one skilled in the art for the separation of aromatic compounds. For
example, the first separation system 108 may include one or more distillation columns
(not shown,) either in series or in parallel. The number of such columns may depend on

the volume of the alkylation output 106 passing through.

[0034] The overhead fraction 110 from the first separation system 108 generally

includes the first aromatic compound, such as benzene, for example.

[06035] The bottoms fraction 112 from the first separation system 108 generally

includes the second aromatic compound, such as ethylbenzene, for example.

[0036)] A second separation system 114 may include any process known to one
skilled in the art, for example, one or more distillation columns (not shown), either in

serics or in parallel.
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[0037] The overhead fraction 116 from the second separation system 114 generally
includes the second aromatic compound, such as ethylbenzene, which may be recovered

and used for any suitable purpose, such as the production of styrene, for example.

[0038] The bottoms fraction 118 from the second separation system 114 generally
includes heavier aromatic compounds, such as polyethylbenzene, cumene and/or

butylbenzene, for example.

[0039] A third separation system 115 generally includes any process known to one
skilled in the art, for example, one or more distillation columns (not shown), either in

scries or in parallel.

[0040] In a specific embodiment, the overhead fraction 120 from the third separation
system 115 may include diethylbenzene and triethylbenzene, for example. The bottoms
fraction 119 (e.g., heavies) may be recovered from the third separation system 115 for

further processing and recovery (not shown).

[0041] The transalkylation system 121 generally includes one or more reaction
vessels having a transalkylation catalyst disposed therein. The reaction vessels may
include any reaction vessel, combination of reaction vessels and/or number of reaction

vessels (either in parallel or in series) known to one skilled in the art.

[0042] A transalkylation output 124 generally includes the second aromatic
compound, for example, ethylbenzene. The transalkylation output 124 can be sent to one
of the separation systems, such as the second separation system 114, for separation of the

components of the transalkylation output 124.

[0043] In one embodiment, the transalkylation system 121 is operated under liquid
phase conditions. For cxample, the transalkylation system 121 may be operated at a

temperature of from about 65°C to about 290°C and a pressure of about 800 psig or less.

[0044) In a specific embodiment, the input stream 102 includes benzene and

ethylene. The benzene may be supplied from a variety of sources, such as for example; a
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fresh benzene source and/or a variety of recycle sources. As used herein, the term "fresh
benzene source” refers to a source including at least about 95 wt% benzene, at least about
98 wt% benzene or at least about 99 wt% benzene, for example. In one embodiment, the
molar ratio of benzene to ethylene may be from about 1:1 to about 30:1, or from about
1:1 to about 20:1, for the total alkylation process including all of the alkylation beds, for
example. The molar ratio of benzene to ethylene for individual alkylation beds can range

from 10:1 to 100:1, for example.

[0045] In a specific embodiment, benzene is recovered through line 110 and recycled
(not shown) as input to the alkylation system 104, while ethylbenzene and/or

polyalkylated benzenes are recovered via line 112.

[0046] As previously discussed, the alkylation system 104 generally includes an
alkylation catalyst. The input strcam 102, ¢.g., benzence/cthylene, contacts the alkylation
catalyst during the alkylation reaction to form the alkylation output 106, e.g.,

ethylbenzene.

[0047] Unfortunately, alkylation catalyst systems generally experience deactivation
requiring either regeneration or replacement.  Additionally, alkylation processes
generally require periodic maintenance.  Both circumstances generally produce
disruptions for liquid phase alkylation processes. The deactivation results from a number
of factors. One of those factors is that poisons present in the input stream 102, such as
nitrogen, sulfur and/or oxygen containing impurities, either naturally occurring or a result

of a prior process, may reduce the activity of the alkylation catalyst.

10048] Embodiments of the invention provide a process wherein continuous
production during catalyst regeneration and maintenance may be achieved. For example,
one reactor may be taken off-line for regeneration of the catalyst, either by in-situ or ex-
situ methods, while the remaining reactor may remain on-line for production. The
determination of when such regeneration will be required can depend on specific system
conditions, but is generally a predetermined set point (e.g., catalyst productivity,

temperature, or time).
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[0049] If in-situ regeneration is not possible, when removing the catalyst from the
reactor for regeneration, it may be possible to replace the catalyst and place the reactor
on-line while the removed/deactivated catalyst is regenerated. In such an embodiment,
the cost of replacing the catalyst can be large and therefore it is beneficial that such
catalyst should have a long life before regeneration. Embodiments of the invention may
provide an alkylation system capable of extended catalyst life and extended production

runs.

[0050] Referring to Figure 2, the alkylation/transalkylation system 100 may further
include a preliminary alkylation system 103. The preliminary alkylation system 103 may
be maintained at alkylation conditions, for example. The preliminary alkylation input
stream 101 may be passed through the preliminary alkylation system 103 prior to entry
into the alkylation system 104 to reduce the level of poisons in the input stream 102, for
example. In one embodiment, the level of poisons is reduced by at least 10%, or at least
25% or at least 40% or at least 60% or at least 80%, for cxample. For cxample, the
preliminary alkylation system 103 may be used as a sacrificial system, thereby reducing
the amount of poisons contacting the alkylation catalyst in the alkylation system 104 and
reducing the frequency of regeneration needed of the alkylation catalyst in the alkylation

system 104,

[0051] In one embodiment the preliminary alkylation input stream 101 comprises the
entire benzene feed to the process and a portion of the ethylene feed to the process. This
feed passes through the preliminary alkylation system 103 that contains the zcolite beta
catalyst prior to entry into the alkylation system 104 to reduce the level of poisons
contacting the alkylation catalyst in the alkylation system 104. The output stream 102
from the preliminary alkylation system 103 can include unrcacted benzenc and
ethylbenzene produced from the preliminary alkylation system 103. Additional ethylene
can be added to the alkylation system 104 (not shown in Figure 2) to react with the
unrcacted benzene. In this embodiment the preliminary alkylation system 103 can reduce
the level of poisons in the benzene and that portion of the ethylene feed that is added to

the process preliminary alkylation input stream 101. Ethylene that is added after the

11
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preliminary alkylation system 103, such as to the alkylation system 104, would not have a

reduction in the level of poisons from the preliminary alkylation system 103,

[0052]  The preliminary alkylation system 103 may be operated under liquid phase
conditions. For example, the preliminary alkylation system 103 may be operated at a
temperature of from about 100°C to about 300°C, or from 200°C to about 280°C, and a

pressure to ensure liquid phase conditions, such as from about 300 psig to about 1200

psig.

[0053] The preliminary alkylation system 103 generally includes a preliminary
catalyst (not shown) disposed therein. The alkylation catalyst, transalkylation catalyst
and/or the preliminary catalyst may be the same or different. In general, such catalysts

are selected from molecular sieve catalysts, such as zeolite beta catalysts, for example.

[0054] As a result of the level of poisons present in the preliminary alkylation input
101, the preliminary catalyst in the preliminary alkylation system 103 may become
deactivated, requiring regeneration and/or replacement. For example, the preliminary

catalyst may experience deactivation more rapidly than the alkylation catalyst.

[0055] Embodiments of the invention can utilize a H-beta zeolite catalyst in the
preliminary alkylation system 103. In addition the alkylation reaction may also utilize
such H-beta catalyst. Embodiments can include the preliminary alkylation system having
a mixed catalyst load that includes a H-beta zeolite catalyst and one or more other
catalyst. The mixed catalyst load can, for example, be a layering of the various catalysts,
either with or without a barrier or separation between them, or alternately can include a
physical mixing where the various catalysts are in contact with each other. Embodiments
can include the alkylation system having a mixed catalyst load that includes a H-beta
zeolite catalyst and one or more other catalyst. The mixed catalyst load can, for example,
be a layering of the various catalysts, either with or without a barrier or separation
between them, or alternately can include a physical mixing where the various catalysts

are in contact with each other.

12



97% 100% 101% 07/ 16/ 08 53.8 14% 99% 100% 101% 07/17/08 53.2 14% 101% 101%
102% 07/ 18/ 08 53.3 14% 101% 100% 102% 07/ 19/ 08 53.6 14% 100% 100% 101%

07/ 20/ 08 53.8 14% 100% 100% 101% 07/21/08 53.6 14% 100% 100% 102% 07/ 22/ 08
53. 7 14% 100%1206%61101% 07/ 23/ 08 53. 8 14% 101% 101% 102%1B7¢02443608 53. 7 14%
101% 101% 102% 07/ 25/ 08 56.6 14% 97% 00% 101% 07/ 26/ 08 56.1 12% 96% 100%
101% 07/ 27/ 08 56.9 13% 96% 101% 102% 07/ 28/ 08 55.9 11% 97% 101% 102%
07/29/08 54.1 15% 102% 101% 102% 07/ 30/08 52.7 13% 100% 101% 102%
07/31/08 56.2 11% 96% 101% 102% 08/ 01/ 08 54. 8

[0056] When regeneration of any catalyst within the system is desired, the
regeneration procedure generally includes processing the deactivated catalyst at high
temperatures, although the regeneration may include any regeneration procedure known

to one skilled in the art.

[0057] Once a reactor is taken off-line, the catalyst disposed therein may be purged.
Off-stream reactor purging may be performed by contacting the catalyst in the off-line
reactor with a purging stream, which may include any suitable inert gas (e.g., nitrogen),
for example. The off-stream reactor purging conditions are generally determined by

individual process parameters and are generally known to one skilled in the art.

[6058] The catalyst may then undergo regeneration. The regeneration conditions
may be any conditions that are effective for at least partially reactivating the catalyst and
arc generally known to one skilled in the art. For example, regencration may include
heating the alkylation catalyst to a temperature or a series of temperatures, such as a
regeneration temperature of from about 200°C to about 500°C above the purging or

alkylation reaction temperature, for example.

[0059] In one embodiment, the alkylation catalyst is heated to a first temperature
(e.g., 400°C) with a gas containing nitrogen and 2 mol% or less oxygen, for example, for
a time sufficient to provide an output stream having an oxygen content of about 0.1
mol%. The regeneration conditions will generally be controlled by the alkylation system
restrictions and/or operating permit requirements that can regulate conditions, such as the
permissible oxygen content that can be sent to flare for emission controls. The alkylation
catalyst may then be heated to a second temperature (e.g., 500°C) for a time sufficient to
provide an output stream having a certain oxygen content. The catalyst may further be
held at the second temperature for a period of time, or at a third temperature that is
greater than the second temperature, for example. Upon catalyst regeneration, the reactor
is allowed to cool and can then be made ready to be placed on-line for continued

production.
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[0060] Figure 3 illustrates a non-limiting embodiment of an alkylation system 200,
which can be a preliminary alkylation system. The alkylation system 200 shown includes
a plurality of alkylation reactors, such as two alkylation reactors 202 and 204, operating
in parallel. One or both alkylation reactors 202 and 204, which may be the same type of
reaction vessel, or, in certain embodiments, may be different types of reaction vessels,
may be placed in service at the same time. For example, only one alkylation reactor may
be on line while the other is undergoing maintenance, such as catalyst regeneration. In
one embodimeht, the alkylation system 200 is configured so that the input stream is split
to supply approximately the same input to ecach alkylation reactor 202 and 204.

However, such flow rates will be determined by each individual system.

[0061] This mode of operation (e.g., multiple parallel reactors) may involve operation
of the individual reactors at relatively lower space velocities for prolonged periods of
time with periodic relatively short periods of operation at enhanced, relatively higher
space velocitics when one reactor is taken off-strcam. By way of example, during normal
operation of the system 200, with both reactors 202 and 204 on-line, the input 206 stream
may be supplied to each reactor (e.g., via lines 208 and 210) to provide a reduced space
velocity. The output 216 stream may be the combined flow from each reactor (e.g., via
lines 212 and 214). When a reactor is taken off-line and the feed rate continues unabated,

the space velocity for the remaining reactor may approximately double.

[0062] In a specific embodiment, one or more of the plurality of alkylation reactors
may include a plurality of interconnected catalyst beds. The plurality of catalyst beds
may include from 2 to 15 beds, or from 5 to 10 beds or, in specific embodiments, 5 or 8
beds, for example. Embodiments can include one or more catalyst beds having a mixed
catalyst load that includes a H-beta zcolite catalyst and one or more other catalyst. The
mixed catalyst load can, for example, be a layering of the various catalysts, either with or
without a barrier or separation between them, or alternately can include a physical mixing

where the various catalysts are in contact with each other.

[0063] Figure 4 illustrates a non-limiting embodiment of an alkylation reactor 302.

The alkylation reactor 302 includes five series connected catalyst beds designated as beds
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A, B, C, D, and E. An input stream 304 (e.g., benzene/ethylene) is introduced to the
reactor 302, passing through each of the catalyst beds to contact the alkylation catalyst
and form the alkylation output 308. Additional alkylating agent may be supplied via
lines 306a, 306b, and 306¢ to the interstage locations in the reactor 302. Additional
aromatic compound may also be introduced to the interstage locations via lines 310a,

310b and 310c, for example,

EXAMPLE

[0064] In Example 1 a process of making ethylbenzene using commercial quantities
of a H-beta zeolite includes a preliminary alkylation system having a single reactor
loaded with approximately 22,000 pounds of H-beta zeolite catalyst. The process further
comprises a primary alkylation system after the preliminary alkylation system that

contains catalyst other than the H-beta zeolite catalyst.

[0065] The feed stream to the process can contain impurities such as acetonitrile,
ammonia, and/or amine compounds, for example, in quantities that range from 1 ppb to
100 ppb or more and can typically average from 20 ppb to 40 ppb. The preliminary
alkylation system can remove impurities in the benzene feed and a portion of the ethylene
feed to the process prior to the primary alkylation system. The H-beta catalyst is
commercially available from Zcolyst International with a commercial designation of

Zeolyst CP 787 Zeolite H-Beta Extrudate.

[0066] The benzene feed is added to the preliminary alkylation reactor at a rate of
approximately 700,000 to 750,000 pounds per hour, passes through the preliminary
alkylation reactor and then to the primary alkylation system. The benzene feed is

equivalent to approximately 15 to 20 LHSV for the preliminary alkylation reactor.

[0067] Ethylene is added to both the preliminary alkylation reactor and to the primary
alkylation system. Ethylene is added to the process in a benzene:ethylenc molar ratio

typically ranging from between 15:1 to 20:1 for the preliminary alkylation reactor and for
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each catalyst bed within the primary alkylation system. The process, including the
preliminary alkylation reactor and the primary alkylation system, has an overall
benzene:ethylene molar ratio typically ranging from between 2.7:1 to 3.7:1. Conversion
of benzene to ethylbenzene in the preliminary alkylation reactor results in about 1.0
million pounds per day of the total ethylbenzene production. The process, including the
preliminary alkylation reactor and the primary alkylation system, has an overall

production rate of about 7.5 million pounds of ethylbenzene per day.

[0068] During Example 1 the primary alkylation reaction beds did not shown
significant signs of deactivation, indicating that the preliminary bed is containing,

reacting or deactivating the poisons that are present in the benzene feed.

[0069] Table 1 provides selected data obtained from Example 1. The data is
presented as a percentage of the overall temperature rise in the preliminary alkylation
reactor that has occurred at specific locations. Thermocouple #1 (TW #1) provides the
temperature reading at a point approximately 11% into the length of the preliminary
alkylation reactor catalyst bed and thereby can give an indication of the amount of
reaction that has occurred in the first 11% of the bed, which represents about 2,400
pounds of catalyst. Thermocouple #2 (TW #2) is approximately 31% through the
preliminary alkylation reactor catalyst bed, which represents about 6,800 pounds of
catalyst, while thermocouple #3 (TW #3) is approximately 47% through the preliminary
alkylation reactor catalyst bed, which represents about 10,300 pounds of catalyst, and
thermocouple #4 (TW #4) is approximately 64% through the preliminary alkylation
reactor catalyst bed, which represents about 14,100 pounds of catalyst. The data in Table
I is not normalized to force a maximum percent rise to 100%. Values of over 100% can

be due to temperature reading variations among the various instruments.

[0070] The temperature profiles of the preliminary alkylation reactor catalyst bed
indicate where the catalytic reaction is occurring and the extent of catalyst deactivation
along the length of the bed. As the catalyst deactivates and the active reaction zone
proceeds down the length of the bed to catalyst that is active, the temperature rise profile

can be observed to progress down the reactor. For example if the percent rise at TW #1
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is 50%, then approximately 50% of the entire temperature rise throughout the preliminary
catalyst bed is occurring within the first 11% of the bed. If later the percent rise at TW
#1 value decreases to 20%, that would indicate that the catalyst in the first 11% of the
catalyst bed has deactivated to an extent that only 20% of the temperature rise is
occurring in the first 11% of the bed length while 80% of the rise is occurring after the

first 11% of the catalyst bed length.

[0071] The preliminary alkylation reactor containing H-beta zeolite catalyst was in
service for over 580 days without requiring regeneration. Figure 5 illustrates the
temperature trend data for TW #1, TW #2 and TW #3 for the first 600 days of Example 1.
The data points shown are the percent rise on approximately every 10 days. Figure 5 is
only to illustrate the trends in the data of Table 1 and should not be taken to supersede
Table 1 in any way. Upon 100 days service, the percent rise at TW #1 (11% into the
length of the reactor) had decreased from an initial 89% to around 25%, while the percent
risc at TW #2 (31% into the length of the reactor) had not shown any appreciable
decrease. Upon 200 days service, the percent rise at TW #1 had decreased to around
10%, while the percent rise at TW #2 had decreased to around 95%, while the percent
rise at TW #3 (47% into the length of the reactor) had not shown any appreciable
decrease. Upon 300 days service, the percent rise at TW #1 had decreased to around 5%,
the percent rise at TW #2 had decreased to around 80%, while the percent rise at TW #3
had not shown any appreciable decrease. Upon 400 days service, the percent rise at TW
#1 had decreased to less than 5%, the percent rise at TW #2 had decreased to around
55%, while the percent rise at TW #3 had just started to indicate a decrease. Upon 500
days service, the percent rise at TW #1 had decreased to around 2%, the percent rise at
TW #2 had decreased to around 35%, the percent rise at TW #3 had decreased to around
94%, while the percent rise at TW #4 (64% into the length of the reactor) had not shown
any appreciable decrease. Upon 600 days service, the percent rise at TW #1 was still
around 2%, the percent rise at TW #2 had decreased to around 26%, the percent rise at
TW #3 had decreased to around 90%, while the percent rise at TW #4 (64% into the
length of the reactor) had still not shown any appreciable decrease. During Example 1

the rate of deactivation of the catalyst in the primary alkylation reactor located after the
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preliminary alkylation reactor was less than the rate of deactivation prior to having the
preliminary alkylation reactor in service. There was a reduction of catalyst deactivation
in the primary alkylation system, indicating the preliminary alkylation reactor was able to
contain or react with poisons contained in the benzene feed such that they had a reduced

effect on the catalyst in the primary alkylation system.

[0072] A total of about 1,360 million pounds of EB was produced by the process
during the first 190 days of Example 1, of which 181 days had online production, with a
deactivation of about ninety percent of the catalyst load in the preliminary alkylation
reactor up to TW #1 and twenty percent of the catalyst load between TW#1 to TW #2,
which equates to about 3,000 pounds of deactivated catalyst. This portion of Example 1
provided about 0.45 million pounds of EB production per pound of catalyst deactivation
in the preliminary alkylation reactor, or alternatively had a deactivation of about 2.2

pounds of catalyst per million pounds of EB produced.

[0073] A total of about 2,625 million pounds of EB was produced by the process
during the first 365 days of Example 1, of which 350 days had online production, with a
deactivation of about 96% of the catalyst load in the preliminary alkylation reactor up to
TW #1 and 30% of the catalyst load between TW#1 to TW #2, which equates to about
3,600 pounds of deactivated catalyst. The first 350 days of online production provided a

deactivation of about 1.4 pounds of catalyst per million pounds of EB produced.

[0074] A total of about 4,350 million pounds of EB was produced by the process
during the first 595 days of Example 1, of which 580 days had online production, with a
deactivation of about 97% of the catalyst load in the preliminary alkylation reactor up to
TW #1, 79% of the catalyst load between TW#1 to TW #2, and 15% of the catalyst load
between TW#2 to TW #3, which equates to about 6,330 pounds of deactivated catalyst.
The first 580 days of online production of Example 1 provided a deactivation of about

1.45 pounds of catalyst per million pounds of EB produced.

[0075] Referring to Figure 5, although the catalyst contained in the first 11% of the

preliminary alkylation reactor bed had been in service for 580 days, it was still providing
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103% 11/ 11/ 08 55.2 5% 76% 100% 102% 11/ 12/ 08 54.6 5% 78% 101% 103% 11/ 13/ 08
55.0 5% 77% 100% 103% 11/ 14/ 08 54.7 5% 78% 101% 103% 11/ 15/ 08 54.5 4% 77%
102% 104% 11/ 16/ 08 53.5 4% 76% 102% 104% 11/17/08 52.8 4% 76% 101% 103%
1/ 18/ 08 53w0O 240607686 102% 104% 11/ 19/ 08 53. 4 4% 75% 1020611053660b39620/ 08 53. 2
4% 75% 102% 104% 11/ 21/ 08 52.5 4% 75% 103% 105% 11/22/08 52.9 5% 76% 102%
104% 11/ 23/ 08 53.5 4% 75% 101% 103% 11/ 24/ 08 52.8 4% 75% 101% 103% 11/ 25/ 08
52.8 4% 75% 102% 104% 11/ 26/ 08 52.7 4% 74% 101% 103% 11/27/08 51.9 4% 73%

about 3% of the temperature rise across the preliminary alkylation reactor, indicating that
it still had some activity. The decline curve for TW #2 is less steep than that of TW #1,
indicating that the catalyst before the TW #1 location in the catalyst bed is reducing the
effect of poisons present in the benzene feed on the catalyst down stream, thus extending
its useful catalyst life. The decline in the TW #3 curve is less steep than that of TW #1
during its initial deactivation and is less steep than that of TW #2, further indicating that
the catalyst before the TW #2 location in the catalyst bed is removing a significant
amount of the poisons present in the feed, thus extending the useful catalyst life of the

catalyst down stream.

[6076] An embodiment of the present invention involves a process of producing
ethylbenzene from a high poison feed stream by the alkylation of benzene with ethylene
utilizing an H-beta zeolite catalyst that has a catalyst deactivation rate that is no more
than 30 pounds of catalyst per million pounds of EB produced. Additional embodiments
include a process having a catalyst deactivation rate that is no more than 20 pounds of
catalyst per million pounds of EB produced, no more than 10 pounds of catalyst per
million pounds of EB produced, no more than 7.5 pounds of catalyst per million pounds
of EB produced, no more than 5 pounds of catalyst per million pounds of EB produced,
no more than 2.5 pounds of catalyst per million pounds of EB produced, no more than 2.0
pounds of catalyst per million pounds of EB produced, and no more than 1.5 pounds of

catalyst per million pounds of EB produced.
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101% 102% 11/ 28/ 08 52. 3 4% 73% 101% 102% 11/ 29/ 08 52.5 5% 73% 101% 103%

1/ 30/ 08 52.2 4% 73% 102% 104% 2/ 01/ 08 52.8 4% 73% 102% 104% 2/ 02/ 08 51.3 4%
76% 102% 104% 12/ 03/ 08 50.9 5% 76% 101% 103% 12/ 04/ 08 49.6 5% 78% 104% 105%
12/ 05/ 08 470 801546986% 104% 105% 12/ 06/ 08 46. 3 5% 81% 108%uk0m%sk2/407/ 08 46.0
5% 81% 103% 105% 12/ 08/ 08 46.5 6% 80% 102% 103% 12/ 09/ 08 46.5 5% 80% 02%
104% 12/ 10/ 08 47.0 5% 82% 104% 106% 12/ 11/ 08 46.3 5% 82% 104% 107% 12/ 12/ 08
46.0 5% 82% 103% 105% 12/ 13/ 08 46.3 5% 82% 102% 104% 12/ 14/ 08 45.6 6% 87%

102%
Table 1 Preliminary Alkylation Reactor Data

Overall | TW #1 TW#2 | TWH#3 | TW#
temp temp temp temp temp
Date rise °F rise rise rise rise
01/22/08 47.5 89% 109% 102% 102%
01/23/08 53.0 87% 108% 102% 103%
01/24/08 53.5 84% 107% 103% 103%
01/25/08 54.5 75% 106% 103% 103%
01/26/08 53.7 72% 108% 103% 103%
01/27/08 53.7 71% 108% 102% 103%
01/28/08 54.1 70% 107% 102% 102%
01/29/08 54.5 64% 108% 102% 103%
01/30/08 54.9 63% 108% 103% 104%
01/31/08 54.8 63% 107% 102% 103%
02/01/08 55.0 59% 107% 102% 103%
02/02/08 35.5 58% 106% 101% 102%
02/03/08 554 56% 106% 101% 101%
02/04/08 55.7 55% 106% 101% 101%
02/05/08 56.0 54% 106% 101% 102%
02/06/08 554 55% 107% 102% 103%
02/07/08 559 54% 107% 102% 103%
02/08/08 56.3 53% 107% 102% 102%
02/09/08 56.8 52% 106% 102% 102%
02/10/08 56.8 51% 106% 101% 102%
02/11/08 56.5 50% 106% 101% 102%
02/12/08 56.4 48% 107% 102% 103%
02/13/08 56.7 45% 107% 103% 104%
02/14/08 56.5 44% 107% 102% 102%
02/15/08 56.7 43% 106% 102% 102%
02/16/08 56.9 42% 106% 102% 102%
02/17/08 56.7 41% 106% 102% 102%
02/18/08 553 40% 107% 102% 103%
02/19/08 53.5 38% 106% 102% 102%
02/20/08 52.2 36% 106% 161% 102%
02/21/08 554 37% 105% 101% 102%
02/22/08 56.1 37% 106% 102% 103%
02/23/08 56.2 37% 106% 102% 102%
02/24/08 56.1 36% 106% 102% 102%
02/25/08 56.2 35% 105% 101% 102%
02/26/08 56.3 35% 107% 103% 103%
02/27/08 554 35% 107% 103% 104%
02/28/08 554 34% 106% 102% 102%
02/29/08 55.5 33% 106% 101% 102%
03/01/08 554 33% 106% 102% 102%
03/02/08 55.6 32% 105% 101% 102%

20



103% 12/ 15/ 08 42.6 8% 99% 103% 105% 12/ 16/ 08 42.8 8% 105% 104% 105%

12/ 17/08 45.0 8% 102% 103% 103% 12/ 18/ 08 48.9 5% 81% 101% 102% 12/ 19/ 08
49.5 5% 74% 101% 103% 12/ 20/ 08 49. 7 5% 72% 101% 103% 12/ 21/08 48.1 4% 73%
103% 103%vwit@h#i80885149. 7 4% 74% 103% 106% 12/ 23/ 08 51. 2c4%s7d%wske4% 103%
12/ 24/ 08 51.2 4% 72% 100% 103% 12/ 25/ 08 50.6 5% 75% 101% 103% 2/ 26/ 08 50. 3
6% 80% 101% 102% 12/ 27/ 08 50.1 5% 80% 101% 103% 12/28/ 08 49.9 5% 81% 103%
104% 12/ 29/ 08 51.2 6% 82% 102% 103% 12/ 30/ 08 46.0 5% 82% 98% 100% 12/ 31/ 08
50.8 6% 78% 102% 104%

03/03/08 55.5 32% 106% 102% 103%
03/04/08 55.6 32% 106% 103% 104%
03/05/08 55.3 31% 106% 102% 103%
03/06/08 55.5 31% 106% 102% 103%
03/07/08 55.6 30% 107% 103% 105%
03/08/08 55.2 31% 106% 103% 103%
03/09/08 55.3 30% 106% 102% 103%
03/10/08 53.8 34% 107% 102% 103%
03/11/08 52.5 37% 108% 103% 104%
03/12/08 52.7 38% 108% 103% 103%
03/13/08 53.2 30% 105% 102% 102%
03/14/08 53.7 26% 104% 101% 101%
03/15/08 53.5 27% 104% 102% 102%
03/16/08 53.8 26% 104% 101% 102%
03/17/08 54.8 25% 103% 101% 101%
03/18/08 55.1 24% 103% 101% 101%
03/19/08 55.1 24% 104% 102% 103%
03/20/08 55.8 25% 104% 102% 103%
03/21/08 55.3 25% 104% 102% 102%
03/22/08 54.6 28% 106% 102% 103%
03/23/08 54.8 33% 107% 103% 104%
03/24/08 56.1 25% 105% 104% 104%
03/25/08 56.9 24% 104% 102% 102%
03/26/08 559 24% 104% 102% 102%
03/29/08 55.5 23% 104% 101% 102%
03/30/08 554 23% 103% 101% 102%
03/31/08 57.6 23% 101% 99% 101%
04/01/08 53.9 22% 103% 101% 102%
04/02/08 49.8 26% 106% 103% 104%
04/03/08 413 26% 106% 102% 103%
04/04/08 55.6 25% 104% 102% 102%
04/05/08 54.0 23% 104% 103% 103%
04/06/08 55.7 23% 103% 101% 102%
04/07/08 56.7 24% 104% 101% 102%
04/08/08 20.2 30% 116% 104% 107%
04/09/08 57.3 23% 103% 101% 102%
04/10/08 57.0 22% 103% 101% 101%
04/11/08 53.2 22% 101% 100% 100%
04/12/08 44.5 27% 106% 104% 104%
04/13/08 54.4 22% 104% 103% 104%
04/14/08 56.1 21% 103% 103% 104%
04/15/08 56.8 21% 102% 102% 103%
04/16/08 56.4 21% 102% 101% 102%
04/17/08 55.6 23% 104% 101% 102%
04/18/08 54.7 25% 106% 102% 103%
04/19/08 54.8 25% 106% 102% 103%
04/20/08 54.7 25% 106% 102% 102%
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01/01/09 49.9 5% 82% 102% 104% 01/ 02/ 09 50.0 5% 82% 102% 103% 01/ 03/ 09
50.5 5% 82% 102% 103% 01/ 04/ 09 50.1 5% 82% 101% 102% 01/ 05/ 09 50.0 5% 81%
101% 103% 01/ 06/ 09 50.0 5% 82% 102% 104% 01/ 07/ 09 49.9 5% 82% 103% 104%

01/ 08/ 09 4908010M698&% 102% 103% 01/ 09/ 09 54.0 3% 73% 1GLY1k0RYw£34/410/ 09 54.7
4% 71% 101% 103% 01/ 11/ 09 52.0 5% 79% 103% 105% 01/ 12/ 09 45.8 6% 94% 105%
105% 01/ 13/ 09 54.4 4% 75% 102% 105% 01/ 14/ 09 54.5 4% 74% 102% 103% 01/ 15/ 09
54.2 4% 74% 103% 105% 01/ 16/ 09 55.1 4% 73% 103% 105% 01/ 17/ 09 55.8 4% 71%

101%

04/21/08 54.8 24% 105% 102% 102%
04/22/08 54.6 23% 105% 101% 102%
04/23/08 64.8 24% 105% 101% 101%
04/24/08 55.0 22% 105% 101% 101%
04/25/08 10.8 42% 136% 111% 112%
04/26/08 54.0 25% 106% 102% 103%
04/27/08 55.8 23% 106% 102% 103%
04/28/08 54.7 22% 105% 102% 103%
04/29/08 54.3 21% 105% 102% 103%
04/30/08 54.6 22% 104% 102% 102%
05/01/08 54.0 24% 105% 101% 101%
05/02/08 51.8 21% 103% 102% 102%
05/03/08 47.0 28% 109% 102% 104%
05/04/08 47.4 29% 108% 103% 104%
05/05/08 47.0 30% 109% 103% 103%
05/06/08 44.1 31% 109% 102% 103%
05/07/08 44.2 31% 109% 102% 102%
05/08/08 43.2 31% 109% 103% 103%
05/15/08 46.0 30% 109% 105% 106%
05/16/08 54.4 24% 106% 102% 103%
05/17/08 54.2 24% 106% 102% 103%
05/18/08 544 24% 106% 102% 102%
05/19/08 53.7 24% 105% 102% 102%
05/20/08 55.4 25% 106% 102% 102%
05/21/08 55.5 26% 106% 101% 102%
05/22/08 55.6 25% 106% 101% 102%
05/23/08 55.0 24% 106% 101% 101%
05/24/08 53.3 28% 107% 101% 102%
05/25/08 51.9 29% 107% 101% 102%
05/26/08 47.3 34% 109% 101% 102%
05/27/08 51.1 31% 108% 102% 102%
05/28/08 50.0 26% 107% 102% 102%
05/29/08 49.4 25% 106% 101% 102%
05/30/08 49.2 25% 106% 101% 101%
05/31/08 49.1 24% 106% 101% 102%
06/01/08 49.3 24% 106% 101% 102%
06/02/08 54.7 20% 103% 101% 101%
06/03/08 56.2 18% 103% 101% 101%
06/04/08 56.3 18% 102% 101% 101%
06/05/08 56.1 19% 103% 101% 101%
06/06/08 559 18% 103% 100% 101%
06/07/08 55.9 18% 103% 100% 101%
06/08/08 55.6 19% 103% 101% 101%
06/09/08 55.8 18% 103% 100% 101%
06/10/08 55.8 18% 103% 100% 101%
06/11/08 55.7 18% 103% 101% 101%
06/12/08 56.5 18% 102% 100% 101%
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104% 01/ 18/ 09 55.4 4% 71% 101% 103% 01/ 19/ 09 55.7 4% 72% 102% 103% 01/ 20/ 09
55.8 4% 70% 102% 105% 01/ 21/09 55.5 4% 69% 101% 103% 01/ 22/ 09 55.8 4% 70%
101% 103% 01/ 23/ 09 56.1 4% 69% 101% 102% 01/ 24/ 09 56.5 4% 69% 101% 103%

01/ 25/ 09 560 6014/869680% 101% 103% 01/ 26/ 09 56. 9 4% 69% 1@RYikeRYws347/427/ 09 56. 7
4% 70% 100% 102% 01/ 28/ 09 57.1 3% 69% 101% 104% 01/29/09 56.9 4% 68% 102%
104% 01/ 30/ 09 57.2 4% 68% 101% 103% 01/31/09 56.9 4% 67% 101% 103% 02/ 01/ 09
56.8 4% 67% 100% 103% 02/ 02/ 09 55.2 4% 67% 102% 104% 02/ 03/ 09 55.1 4% 66%

101% 103%

06/13/08 55.9 17% 102% 100% 101%
06/14/08 55.9 18% 103% 101% 101%
06/15/08 559 18% 103% 101% 102%
06/16/08 56.0 17% 102% 101% 101%
06/17/08 55.6 17% 102% 101% 102%
06/18/08 55.6 17% 102% 101% 102%
06/19/08 35.7 17% 102% 101% 101%
06/20/08 55.7 17% 102% 101% 101%
06/21/08 55.7 17% 102% 100% 101%
06/22/08 55.7 16% 102% 101% 101%
06/23/08 55.6 16% 102% 101% 102%
06/24/08 56.4 15% 100% 100% 101%
06/25/08 56.5 15% 99% 100% 101%
06/26/08 56.5 15% 100% 100% 101%
06/27/08 56.5 15% 99% 100% 102%
06/28/08 564 14% 99% 101% 102%
06/29/08 56.5 15% 99% 101% 102%
06/30/08 56.5 14% 98% 100% 102%
07/01/08 49.0 20% 106% 102% 103%
07/02/08 50.7 19% 106% 101% 102%
07/03/08 50.4 19% 106% 102% 103%
07/04/08 55.8 15% 101% 101% 102%
07/05/08 56.4 14% 99% 101% 102%
07/06/08 55.5 13% 98% 100% 101%

07/07/08 554 13% 98% 100% 101%
07/08/08 554 13% 98% 101% 101%
07/09/08 55.5 12% 97% 101% 102%
07/10/08 553 12% 97% 101% 101%
07/11/08 55.3 13% 97% 101% 101%
07/12/08 55.1 12% 96% 100% 101%
07/13/08 55.1 12% 96% 100% 101%
07/14/08 55.2 12% 97% 101% 102%
07/15/08 554 12% 97% 100% 101%
07/16/08 53.8 14% 99% 100% 101%
07/17/08 53.2 14% 101% 101% 102%
07/18/08 53.3 14% 101% 100% 102%

07/19/08 53.6 14% 100% 100% 101%
07/20/08 53.8 14% 100% 100% 101%
07/21/08 53.6 14% 100% 100% 102%
07/22/08 53.7 14% 100% 100% 101%

07/23/08 53.8 14% 101% 101% 102%
07/24/08 53.7 14% 101% 101% 102%
07/25/08 56.6 14% 97% 100% 101%
07/26/08 56.1 12% 96% 100% 101%

07/27/08 56.9 13% 96% 101% 102%
07/28/08 559 11% 97% 101% 102%
07/29/08 54.1 15% 102% 101% 102%
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02/04/09 54.0 4% 67% 102% 105% 02/ 05/ 09 54.3 4% 70% 101% 103% 02/ 06/ 09 54.6
4% 66% 100% 103% 02/ 07/ 09 54.6 4% 64% 100% 102% 02/ 08/ 09 54.4 4% 63% 100%
103% 02/ 09/ 09 54,7 4% 63% 100% 102% 02/ 10/ 09 54.8 4% 62% 99% 102% 02/ 11/ 09
54.6 4% 6270 1200%dkeR2% 02/ 12/ 09 55.0 4% 62% 100% 102% Qitirhdh6905%740 3% 61%
100% 102% 02/ 14/ 09 55.0 4% 62% 100% 103% 02/ 15/ 09 55.1 4% 61% 101% 103%

02/ 16/ 09 55.2 4% 61% 100% 103% 02/ 17/ 09 55.2 4% 61% 100% 102% 02/ 18/ 09 55. 3
4% 60% 100% 102% 02/ 19109 55.0 4% 60% 101% 104% 02/20/09 55.2 3% 60%

100%

07/30/08 52.7 13% 100% 101% 102%
07/31/08 56.2 11% 96% 101% 102%

08/01/08 54.8 11% 96% 101% 102%
08/02/08 54.5 11% 95% 101% 101%
08/03/08 54.6 11% 95% 101% 102%
08/04/08 55.3 11% 95% 101% 102%
08/05/08 55.9 10% 95% 101% 102%
08/06/08 56.1 10% 95% 101% 101%

08/07/08 56.0 10% 95% 101% 102%
08/08/08 55.3 10% 95% 101% 102%

08/09/08 55.3 10% 94% 100% 102%
08/10/08 55.5 10% 94% 100% 101%
08/11/08 54.3 11% 95% 101% 102%

08/12/08 537 11% 96% 101% 102%
08/13/08 53.6 11% 96% 101% 102%
08/14/08 53.6 11% 96% 101% 102%
08/15/08 53.6 11% 96% 102% 102%
08/16/08 53.6 10% 96% 101% 102%
08/17/08 53.6 10% 95% 101% 102%
08/18/08 53.7 10% 95% 101% 102%
08/19/08 53.6 10% 95% 102% 102%
08/20/08 53.0 10% 95% 101% 102%

08/21/08 46.5 12% 102% 101% 102%
08/22/08 44.5 11% 94% 101% 103%
08/23/08 434 10% 95% 103% 104%
08/24/08 43.8 11% 95% 102% 104%
08/25/08 44.3 13% 101% 103% 104%

08/26/08 49.2 12% 103% 102% 103%
08/27/08 49.2 12% 102% 101% 103%

08/28/08 48.6 11% 96% 102% 103%
09/14/08 42.0 13% 107% 103% 104%
09/15/08 404 17% 112% 109% 110%
09/16/08 46.6 13% 108% 105% 106%
09/17/08 48.1 13% 106% 104% 104%
09/18/08 48.1 14% 106% 103% 104%

09/19/08 48.0 12% 104% 102% 103%
09/20/08 47.6 12% 104% 104% 105%
09/21/08 479 11% 103% 103% 104%
09/22/08 48.0 12% 104% 104% 105%

09/23/08 56.0 9% 96% 102% 103%
09/24/08 55.6 7% 91% 102% 103%
09/25/08 55.7 8% 90% 102% 103%
09/26/08 55.6 7% 89% 101% 102%
09/27/08 55.6 7% 88% 101% 102%
09/28/08 55.8 7% 87% 101% 103%
09/29/08 54.3 8% 90% 101% 103%
09/30/08 56.4 7% 87% 100% 102%

24



103% 02/ 21/ 09 55,2 4% 59% 100% 103% 02/ 22/ 09 55.2 4% 59% 101% 104% 02/ 23/ 09
55.1 4% 59% 100% 104% 02/ 24/ 09 55.5 4% 58% 99% 103% 02/ 25/ 09 55.4 3% 57%
99% 101% 102% 02/26/09 55.1 3% 57% 99% 02/27/09 53.0 4% 60% 100% 102%

02/ 28/ 09 520 60148696¢1% 101% 105% 03/ 01/ 09 52.5 4% 58% 10t%ukdhs%e43s/:01/ 09 52.5
4% 58% 101% 105% 03/ 02/ 09 55.0 3% 57% 100% 104% 03/ 03/ 09 54.4 4% 56% 100%
103% 03/ 04/ 09 56.0 4% 58% 99% 102% 03/ 05/ 09 55.7 4% 59% 100% 102% 03/ 06/ 09
56.6 4% 57% 99% 102% 03/ 07/ 09 56.3 4% 56% 99% 102% 03/ 08/ 09 56.3 3% 56% 98%

10/01/08 57.2 6% 86% 101% 102%
10/02/08 57.1 6% 85% 100% 102%
10/03/08 56.6 6% 86% 100% 101%
10/04/08 56.4 7% 87% 100% 102%
10/05/08 55.6 7% 89% 100% 102%
10/06/08 56.5 7% 87% 100% 101%
10/07/08 57.6 7% 84% 100% 101%
10/08/08 57.0 6% 32% 100% 102%
10/09/08 56.7 6% 82% 101% 103%
10/10/08 55.8 6% 83% 101% 102%
10/11/08 55.7 6% 82% 101% 102%
10/12/08 55.8 6% 32% 101% 103%
10/13/08 55.4 5% 84% 100% 103%
10/14/08 56.2 6% 85% 100% 102%
10/15/08 56.1 6% 83% 100% 102%
10/16/08 55.8 6% 83% 100% 102%
10/17/08 55.8 6% 83% 101% 103%
10/18/08 55.8 6% 83% 102% 103%
10/19/08 55.9 6% 82% 102% 103%
10/20/08 55.5 5% 82% 101% 102%
10/21/08 55.4 5% 85% 101% 103%
10/22/08 55.5 6% 85% 102% 103%
10/23/08 54.9 5% 85% 102% 104%
10/24/08 55.0 5% 84% 101% 103%
10/25/08 54.9 5% 84% 102% 103%
10/26/08 55.3 5% 80% 101% 103%
10/27/08 54.1 5% 81% 102% 104%
10/28/08 524 7% 94% 103% 105%
10/29/08 53.6 4% 81% 101% 103%
10/30/08 56.0 5% 76% 101% 103%
10/31/08 54.4 5% 75% 100% 102%
11/01/08 54.3 5% 75% 101% 103%
11/02/08 544 5% 75% 100% 103%
11/03/08 54.5 5% 76% 100% 102%
11/04/08 55.1 5% 75% 101% 103%
11/05/08 55.6 5% T4% 100% 102%
11/06/08 55.5 5% 75% 100% 102%
11/07/08 55.3 5% 75% 101% 103%
11/08/08 55.4 5% 76% 101% 102%
11/09/08 55.1 5% 76% 101% 103%
11/10/08 55.6 5% 75% 101% 103%
11/11/08 55.2 5% 76% 100% 102%
11/12/08 54.6 5% 78% 101% 103%
11/13/08 55.0 5% T7% 100% 103%
11/14/08 54.7 5% 78% 101% 103%
11/15/08 54.5 4% 77% 102% 104%
11/16/08 53.5 4% 76% 102% 104%




102% 03/ 09/ 09 56.0 4% 55% 99% 102% 03/ 10/ 09 56.4 4% 54% 99% 102% 03/ 11/ 09
56.4 4% 54% 98% 102% 03/ 12/ 09 56. 3 4% 54% 99% 103% 03/ 13/ 09 55.6 3% 53% 99%
103% 03/ 14/ 09 55,9 4% 53% 99% 103% 03/ 15/ 09 55.6 3% 53% 99% 102% 03/ 16109
56. 0 3% 53%©2006030806 03/ 17/ 09 55.9 4% 53% 99% 102% 03/P8/1B380665588743% 53% 99%
102% 03/ 19/ 09 55.6 3% 52% 98% 102% 03/ 20/ 09 55,5 4% 52% 99% 103% 03/ 21/ 09
56.2 4% 52% 98% 102% 03/ 22/ 09 56.6 3% 53% 98% 102% 03/ 23/ 09 56. 7 4% 52% 98%
102% 03/ 24/ 09 56.4 4% 52% 98% 101% 03/ 25/ 09 57.3 3% 50% 98% 101%

11/17/08 52.8 4% 76% 101% 103%
11/18/08 53.9 4% 75% 102% 104%
11/19/08 534 4% 75% 102% 103%
11/20/08 53.2 4% 75% 102% 104%
11/21/08 52.5 4% 75% 103% 105%
11/22/08 52.9 5% 76% 102% 104%
11/23/08 53.5 4% 5% 101% 103%
11/24/08 52.8 4% 75% 101% 103%
11/25/08 52.8 4% 75% 102% 104%
11/26/08 52.7 4% 4% 101% 103%
11/27/08 519 4% 73% 101% 102%
11/28/08 52.3 4% 3% 101% 102%
11/29/08 52.5 5% 3% 101% 103%
11/30/08 52.2 4% 73% 102% 104%
12/01/08 52.8 4% 73% 102% 104%
12/02/08 51.3 4% 6% 102% 104%
12/03/08 50.9 5% 76% 101% 103%
12/04/08 49.6 5% 78% 104% 105%
12/05/08 | 47.8 5% 80% 104% 105%
12/06/08 46.3 5% 81% 103% 105%
12/07/08 46.0 5% 81% 103% 105%
12/08/08 46.5 6% 80% 102% 103%
12/09/08 46.5 5% 80% 102% 104%
12/10/08 47.0 5% 82% 104% 106%
12/11/08 46.3 5% 82% 104% 107%
12/12/08 46.0 5% 82% 103% 105%
12/13/08 46.3 5% 82% 102% 104%
12/14/08 45.6 6% 87% 162% 103%
12/15/08 42.6 8% 99% 103% 105%
12/16/08 42.8 8% 105% 104% 105%
12/17/08 45.0 8% 102% 103% 103%
12/18/08 48.9 5% 81% 101% 102%
12/19/08 49.5 5% 4% 101% 103%
12/20/08 49.7 5% 72% 101% 103%
12/21/08 48.1 4% 3% 103% 105%
12/22/08 49.7 4% 4% 103% 106%
12/23/08 51.2 4% 73% 101% 103%
12/24/08 51.2 4% 2% 100% 103%
12/25/08 50.6 5% 75% 101% 103%
12/26/08 50.3 6% 80% 101% 102%
12/27/08 50.1 5% 80% 101% 103%
12/28/08 49.9 5% 31% 103% 104%
12/29/08 51.2 6% 82% 102% 103%
12/30/08 46.0 5% 82% 98% 100%
12/31/08 50.8 6% 78% 102% 104%
01/01/09 49.9 5% 82% 102% 104%
01/02/09 50.0 5% 82% 102% 103%
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03/ 26/ 09 45.8 8% 55% 101% 105% 03/ 27/ 09 56. 3 3% 53% 99% 102% 03/ 28/ 09 56. 6
3% 52% 98% 104% 03/ 29/ 09 56.1 4% 53% 100% 103% 03/ 30/ 09 56.4 3% 52% 99%
102% 03/ 31/09 57.3 3% 47% 97% 102% 04/ 01/ 09 57.0 3% 48% 98% 102% 04/ 02/ 09
56.9 3% 4806 d66:26:2% 04/ 03/ 09 56. 3 3% 49% 98% 102% 04/pQ4/18odd58d743% 47% 96%
101% 04/ 05/ 09 57.1 2% 46% 97% 102% WO 2010/ 039661 04/ 06/ 09 56.9 3% 47% 98%
104% 04/ 07/ 09 57.0 2% 47% 98% 103% 04/ 08/ 09 57.4 3% 48% 98% 102% 04/ 09/ 09
57.1 4% 50% 99% 102% 04/ 10/ 09 57.3 3% 47% 97% 101% 04/ 11/ 09 57.2 4% 47% 98%

01/03/09 50.5 5% 82% 102% 103%
01/04/09 50.1 5% 82% 101% 102%
01/05/09 50.0 5% 81% 101% 103%
01/06/09 50.0 5% 82% 102% 104%
01/07/09 49.9 5% 82% 103% 104%
01/08/09 49.8 5% 82% 102% 103%
01/09/09 54.0 3% 3% 101% 102%
01/10/09 54.7 4% 71% 101% 103%
01/11/09 52.0 5% 9% 103% 105%
01/12/09 45.8 6% 94% 105% 105%
01/13/09 54.4 4% 75% 102% 105%
01/14/09 54.5 4% 74% 102% 103%
01/15/09 54.2 4% 74% 103% 105%
01/16/09 55.1 4% 73% 103% 105%
01/17/09 55.8 4% 71% 101% 104%
01/18/09 554 4% 71% 101% 103%
01/19/09 55.7 4% 2% 102% 103%
01/20/09 55.8 4% 70% 102% 105%
01/21/09 55.5 4% 69% 101% 103%
01/22/09 55.8 4% 70% 101% 103%
01/23/09 56.1 4% 69% 101% 102%
01/24/09 56.5 4% 69% 101% 103%
01/25/09 56.6 4% 69% 101% 103%
01/26/09 56.9 4% 65% 100% 102%
01/27/09 56.7 4% 70% 100% 102%
01/28/09 57.1 3% 69% 101% 104%
01/29/09 56.9 4% 68% 102% 104%
01/30/09 57.2 4% 68% 101% 103%
01/31/09 56.9 4% 67% 101% 103%
02/01/09 56.8 4% 67% 100% 103%
02/02/09 55.2 4% 67% 102% 104%
02/03/09 55.1 4% 66% 101% 103%
02/04/09 54.0 4% 67% 102% 105%
02/05/09 54.3 4% 70% 101% 103%
02/06/09 54.6 4% 66% 100% 103%
02/07/09 54.6 4% 64% 100% 102%
02/08/09 54.4 4% 63% 100% 103%
02/09/09 54.7 4% 63% 100% 102%
02/10/09 54.8 4% 62% 99% 102%
02/11/09 54.6 4% 62% 100% 102%
02/12/09 55.0 4% 62% 100% 102%
02/13/09 55.0 3% 61% 100% 102%
02/14/09 55.0 4% 62% 100% 103%
02/15/09 55.1 4% 61% 101% 103%
02/16/09 55.2 4% 61% 100% 103%
02/17/09 55.2 4% 61% 100% 102%
02/18/09 55.3 4% 60% 100% 102%
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103% 04/ 12/ 09 57.1 3% 47% 98% 102% 04/ 13/ 09 57.1 3% 46% 97% 102% 04/ 14/ 09
57.1 4% 47% 98% 103% 04/ 15/ 09 57.0 4% 46% 98% 102% 04/ 16/ 09 57.1 4% 46% 98%
102% 04/ 17/ 09 57.3 3% 46% 98% 102% 04/ 18/ 09 57.3 3% 46% 97% 102% 04/ 19/ 09
57.1 3% 4506 9%1¥0ee% 04/ 20/ 09 56.9 4% 46% 97% 103% 04/p2k/u3Debdss6743% 45% 97%
102% 04/ 22/ 09 57.0 3% 45% 97% 101% 04/ 23/ 09 57.0 3% 45% 97% 101% 04/ 24/ 09
57.2 3% 45% 97% 102% 04/ 25/ 09 57.2 4% 45% 97% 102% 04/ 26/ 09 57. 2 3% 44% 96%
101% 04/ 27/ 09 57.4 4% 45% 97% 101% 04/ 28/ 09 57.4 3% 44% 97% 102%

02/19/09 55.0 4% 60% 101% 104%
02/20/09 55.2 3% 60% 100% 103%
02/21/09 55.2 4% 59% 100% 103%
02/22/09 55.2 4% 59% 101% 104%
02/23/09 55.1 4% 59% 100% 104%
02/24/09 55.5 4% 58% 99% 103%
02/25/09 554 3% 57% 99% 101%
02/26/09 55.1 3% 5% 99% 102%
02/27/09 53.0 4% 60% 100% 102%
02/28/09 52.6 4% 61% 101% 105%
03/01/09 52.5 4% 58% 101% 105%
03/01/09 52.5 4% 58% 101% 105%
03/02/09 55.0 3% 57% 100% 104%
03/03/09 544 4% 56% 100% 103%
03/04/09 56.0 4% 58% 99% 102%
03/05/09 557 4% 59% 100% 102%
03/06/09 56.6 4% 57% 99% 102%
03/07/09 56.3 4% 56% 99% 102%
03/08/09 56.3 3% 56% 98% 102%
03/09/09 56.0 4% 55% 99% 102%
03/10/09 564 4% 54% 99% 102%
03/11/09 564 4% 54% 98% 102%
03/12/09 56.3 4% 54% 99% 103%
03/13/09 55.6 3% 53% 99% 103%
03/14/09 55.9 4% 53% 99% 103%
03/15/09 55.6 3% 53% 95% 102%
03/16/09 56.0 3% 53% 99% 103%
03/17/09 559 4% 53% 99% 102%
03/18/09 55.9 3% 53% 99% 102%
03/19/09 55.6 3% 52% 98% 102%
03/20/09 55.5 4% 52% 99% 103%
03/21/09 56.2 4% 52% 98% 102%
03/22/09 56.6 3% 53% 98% 102%
03/23/09 506.7 4% 52% 98% 102%
03/24/09 56.4 4% 52% 98% 101%
03/25/09 573 3% 50% 98% 101%
03/26/09 45.8 8% 55% 101% 105%
03/27/09 56.3 3% 53% 99% 102%
03/28/09 56.6 3% 52% 98% 104%
03/29/09 56.1 4% 53% 100% 103%
03/30/09 564 3% 52% 99% 102%
03/31/09 573 3% 47% 97% 102%
04/01/09 57.0 3% 48% 98% 102%
04/02/09 56.9 3% 48% 97% 102%
04/03/09 56.3 3% 49% 98% 102%
04/04/09 57.1 3% 47% %6% 101%
04/05/09 57.1 2% 46% 97% 102%
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04/ 29/ 09 57.5 4% 44% 97% 101% 04/ 30/ 09 57.0 3% 44% 96% 101% 05/ 01/ 09 57. 2
3% 44% 97% 101% 05/ 02/ 09 57.5 3% 45% 97% 101% 05/03/09 57.1 3% 45% 98% 102%
05/04/09 57.3 3% 44% 97% 102% 05/ 05/ 09 57.3 3% 43% 96% 101% 05/ 06/ 09 57.5
3% 43% 97%oCtHedms07/ 09 57.9 3% 43% 97% 101% 05/ 08/ 0% cxrfuBBocsfsssalo 96% 101%
05/09/09 57.9 3% 43% 96% 101% 05/ 10/ 09 57.8 3% 43% 97% 101% 05/ 11/ 09 57.8
3% 42% 96% 101% 05/ 12/ 09 57.9 3% 42% 96% 101% 05/ 13/ 09 58.1 3% 42% 96% 101%
05/ 14/ 09 57.9 4% 43% 96% 101% 05/ 15/ 09 57.5 3% 43% 96% 101% 05/ 16/ 09

04/06/09 56.9 3% 47% 98% 104%
04/07/09 57.0 2% 47% 98% 103%
04/08/09 57.4 3% 48% 98% 102%
04/09/09 57.1 4% 50% 99% 102%
04/10/09 57.3 3% 47% 97% 101%
04/11/09 57.2 4% 47% 98% 103%
04/12/09 57.1 3% 47% 98% 102%
04/13/09 57.1 3% 46% 97% 102%
04/14/09 57.1 4% 47% 98% 103%
04/15/09 57.0 4% 46% 98% 102%
04/16/09 57.1 4% 46% 98% 102%
04/17/09 57.3 3% 46% 98% 102%
04/18/09 57.3 3% 46% 97% 102%
04/19/09 57.1 3% 45% 97% 102%
04/20/09 56.9 4% 46% 97% 103%
04/21/09 57.0 3% 45% 97% 102%
04/22/09 57.0 3% 45% 97% 101%
04/23/09 57.0 3% 45% 97% 101%
04/24/09 57.2 3% 45% 97% 102%
04/25/09 57.2 4% 45% 97% 102%
04/26/09 572 3% 44% 96% 101%
04/27/09 57.4 4% 45% 97% 101%
04/28/09 57.4 3% 4% 97% 102%
04/29/09 57.5 4% 44% 97% 101%
04/30/09 57.0 3% 44% 96% 101%
05/01/09 57.2 3% 44% 97% 101%
05/02/09 57.5 3% 45% 97% 101%
05/03/09 57.1 3% 45% 98% 102%
05/04/09 57.3 3% 44% 97% 102%
05/05/09 573 3% 43% 96% 101%
05/06/09 57.5 3% 43% 97% 101%
05/07/09 579 3% 43% 97% 101%
05/08/09 57.8 3% 43% 96% 101%
05/09/09 57.9 3% 43% 96% 101%
05/10/09 57.8 3% 43% 97% 101%
05/11/09 57.8 3% 42% 96% 101%
05/12/09 57.9 3% 42% 96% 101%
05/13/09 58.1 3% 42% 96% 101%
05/14/09 57.9 4% 43% 96% 101%
05/15/09 57.5 3% 43% 96% 101%
05/16/09 57.1 3% 42% 96% 102%
05/17/09 57.0 3% 42% 97% 102%
05/18/09 56.9 2% 41% 97% 102%
05/19/09 56.8 2% 41% 97% 102%
05/20/09 57.2 2% 41% 96% 101%
05/21/09 57.0 2% 41% 96% 102%
05/22/09 57.0 2% 40% 96% 102%
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57.1 3% 42% 96% 102% 05/ 17/ 09 57.0 3% 42% 97% 102% 05/ 18/ 09 56.9 2% 41% 97%
102% 05/ 19/ 09 56.8 2% 41% 97% 102% 05/ 20/ 09 57,2 2% 41% 96% 101% 05/ 21/ 09
57.0 2% 41% 96% 102% 05/ 22/ 09 57.0 2% 40% 96% 102% WO 2010/ 039661 05/ 23/ 09
57.1 3% 40 9&%0d0di% 05/ 24/ 09 57.2 2% 39% 95% 101% 05/rd5hf3900546580742% 39% 95%
101% 05/ 26/ 09 57.0 2% 40% 95% 101% 05/ 27/ 09 57.2 3% 40% 96% 101% 05/ 28/ 09
57.2 3% 40% 95% 101% 05/ 29/ 09 57.2 3% 40% 96% 102% 05/ 30/ 09 57.8 3% 39% 95%
101% 05/ 31/09 57.3 2% 39% 95% 101% 06/ 01/ 09 57.6 2% 39% 95% 101%

05/23/09 57.1 3% 40% 95% 101%
05/24/09 57.2 2% 39% 95% 101%
05/25/09 57.0 2% 39% 95% 101%
05/26/09 57.0 2% 40% 95% 101%
05/27/09 57.2 3% 40% 96% 101%
05/28/09 572 3% 40% 95% 101%
05/29/09 572 3% 40% 96% 102%
05/30/09 57.8 3% 39% 95% 101%
05/31/09 57.3 2% 39% 95% 101%
06/01/09 57.6 2% 39% 95% 101%
06/02/09 57.6 2% 39% 95% 101%
06/03/09 574 3% 38% 95% 101%
06/04/09 57.1 3% 38% 95% 102%
06/05/09 56.7 3% 40% 96% 102%
06/06/09 56.8 3% 41% 96% 101%
06/07/09 57.1 3% 38% 95% 101%
06/07/09 57.1 3% 38% 95% 101%
06/08/09 57.2 2% 38% 95% 100%
06/09/09 572 2% 37% 94% 100%
06/10/09 57.3 3% 37% 95% 100%
06/11/09 57.1 2% 37% 95% 100%
06/12/09 572 2% 37% 95% 100%
06/13/09 57.1 2% 37% 95% 100%
06/14/09 57.4 2% 36% 94% 160%
06/15/09 572 2% 36% 95% 100%
06/16/09 57.4 3% 36% 94% 100%
06/17/09 57.2 2% 36% 94% 101%
06/18/09 57.1 2% 36% 94% 101%
06/19/09 57.2 3% 36% 94% 101%
06/20/09 574 3% 36% 94% 100%
06/21/09 57.1 2% 36% 94% 100%
06/22/09 56.9 2% 35% 94% 101%
06/23/09 57.1 2% 35% 94% 100%
06/24/09 56.8 3% 35% 94% 101%
06/25/09 56.9 3% 35% 94% 100%
06/26/09 57.0 3% 35% 94% 101%
06/27/09 56.9 2% 34% 94% 100%
06/28/09 56.8 2% 34% 94% 101%
06/29/09 57.1 3% 34% 94% 101%
06/30/09 56.9 2% 34% 94% 100%
07/01/09 56.9 3% 34% 94% 101%
07/02/09 57.0 2% 34% 93% 100%
07/03/09 57.1 2% 34% 93% 100%
07/04/09 56.9 2% 33% 93% 100%
07/05/09 56.8 2% 33% 93% 100%
07/06/09 57.0 2% 33% 94% 101%
07/07/09 57.0 3% 33% 94% 101%
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06/ 02/ 09 57.6 2% 39% 95% 101% 06/ 03/ 09 57.4 3% 38% 95% 101% 06/ 04/ 09 57.1
3% 38% 95% 102% 06/ 05/ 09 56. 7 3% 40% 96% 102% 06/ 06/ 09 56.8 3% 41% 96% 101%
06/07/09 57.1 3% 38% 95% 101% 06/ 07/09 57.1 % 38% 95% 101% 06/ 08/ 09 57.2 2%
38% 95% 1000@06h886109 57. 2 2% 37% 94% 100% 06/ 10/ 09 S5Pc3/18%03d5%R5% 100%
06/ 11/09 57.1 2% 37% 95% 100% 06/ 12/ 09 57.2 2% 37% 95% 100% 06/ 13/ 09 57.1
2% 37% 95% 100% 06/ 14/ 09 57.4 2% 36% 94% 100% 06/ 15/ 09 57.2 2% 36% 95% 100%
06/ 16/ 09 57.4 3% 36% 94% 100% 06/ 17/ 09 57.2 2% 36% 94% 101% 06/ 18/ 09

07/08/09 56.8 2% 33% 93% 101%
07/09/09 504 3% 46% 98% 102%
07/10/09 49.7 3% 50% 100% 102%
07/11/09 53.1 3% 37% 95% 101%
07/12/09 57.0 2% 31% 92% 100%
07/13/09 56.7 2% 30% 92% 100%
07/14/09 56.9 2% 30% 92% 100%
07/15/09 57.1 3% 30% 92% 100%
07/16/09 57.1 3% 30% 93% 100%
07/17/09 56.9 2% 30% 92% 101%
07/18/09 57.2 2% 30% 92% 101%
07/19/09 57.0 2% 30% 92% 101%
07/20/09 56.9 2% 30% 92% 101%
07/21/09 57.0 3% 30% 93% 101%
07/22/09 57.0 3% 30% 93% 100%
07/23/09 56.8 3% 30% 93% 101%
07/24/09 56.7 3% 30% 92% 101%
07/25/09 56.8 3% 29% 92% 100%
07/26/09 56.9 3% 25% 92% 101%
07/27/09 56.2 3% 30% 93% 101%
07/28/09 544 2% 31% 94% 101%
07/29/09 56.9 3% 28% 92% 100%
07/30/09 57.0 2% 28% 92% 100%
07/31/09 56.8 2% 25% 91% 100%
08/01/09 57.3 3% 29% 92% 100%
08/02/09 57.5 2% 28% 91% 100%
08/03/09 57.5 3% 28% 91% 100%
08/04/09 574 2% 28% 91% 100%
08/05/09 56.5 2% 28% 91% 101%
08/06/09 56.9 2% 28% 91% 101%
08/07/09 57.2 2% 28% 91% 101%
08/08/09 57.2 2% 28% 91% 100%
08/09/09 57.3 3% 28% 90% 100%
08/10/09 57.1 2% 27% 90% 100%
08/11/09 57.3 2% 26% 90% 100%
08/12/09 574 2% 28% 91% 160%
08/13/09 57.3 3% 31% 93% 101%
08/14/09 57.2 2% 27% 91% 101%
08/15/09 57.8 3% 26% 90% 100%
08/16/09 57.6 2% 26% 90% 100%
08/17/09 57.5 3% 27% 91% 100%
08/18/09 57.3 3% 26% 90% 100%
08/19/09 57.4 3% 26% 90% 100%
08/20/09 57.5 2% 25% 89% 100%
08/21/09 56.5 2% 26% 91% 101%
08/22/09 57.6 3% 26% 90% 101%
08/23/09 57.4 2% 26% 91% 101%
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57.1 2% 36% 94% 101% 06/ 19/ 09 57.2 3% 36% 94% 101% 06/ 20/ 09 57.4 3% 36% 94%
100% 06/ 21/ 09 57.1 2% 36% 94% 100% 06/ 22/ 09 56.9 2% 35% 94% 101% 06/ 23/ 09
57.1 2% 35% 94% 100% 06/ 24/ 09 56.8 3% 35% 94% 101% 06/ 25/ 09 56.9 3% 35% 94%
100% 06/ 26509208/63486183% 35% 94% 101% 06/ 27/ 09 56. 9 2% 3456194%00208%706/ 28/ 09
56.8 2% 34% 94% 101% 06/ 29/ 09 57.1 3% 34% 94% 101% 06/ 30/ 09 56.9 2% 34% 94%
100% 07/ 01/ 09 56.9 3% 34% 94% 101% 07/ 02/09 57.0 2% 34% 93% 100% 07/ 03/ 09
57.1 2% 34% 93% 100% 07/ 04/ 09 56.9 2% 33% 93% 100% 07/ 05/ 09 56. 8

08/24/09 577 3% 25% 90% 101%
08/25/09 57.6 3% 24% 89% 100%
08/26/09 57.8 3% 24% 88% 100%
08/27/09 57.6 2% 24% 88% 100%
08/28/09 57.7 3% 24% 88% 100%
08/29/09 57.9 3% 23% 88% 100%
08/30/09 57.7 3% 24% 88% 101%
08/31/09 55.0 3% 24% 88% 100%
09/01/09 57.6 2% 25% 90% 102%
09/02/09 57.8 3% 23% 88% 101%
09/03/09 57.7 3% 23% 88% 101%
09/04/09 574 2% 23% 88% 100%
09/05/09 57.2 2% 23% 88% 100%
09/06/09 57.3 2% 23% 88% 100%
09/07/09 57.3 2% 23% 87% 100%
09/08/09 574 3% 22% 87% 100%
09/09/09 57.4 3% 22% 86% 100%
09/10/09 57.3 2% 21% 36% 100%
09/11/09 57.4 3% 21% 86% 100%
09/12/09 57.5 3% 21% 86% 100%
09/13/09 57.5 3% 21% 85% 100%

[0077] Various terms are used herein, to the extent a term used in not defined herein,
it should be given the broadest definition persons in the pertinent art have given that term

as reflected in printed publications and issued patents.

[0078] The term "activity" refers to the weight of product produced per weight of the
catalyst used in a process per hour of reaction at a standard set of conditions (e.g., grams

product/gram catalyst/hr).

[0079]  The term “alkyl” refers to a functional group or side-chain that consists solely

of single-bonded carbon and hydrogen atoms, for example a methyl or ethyl group.

[6080] The term "alkylation" refers to the addition of an alkyl group to another

molecule.

[0081] The term "conversion" refers to the percentage of input converted.
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2% 33% 93% 100% 07/ 06/ 09 57.0 2% 33% 94% 101% 07/07/09 57.0 3% 33% 94% 101%
07/08/ 09 56.8 2% 33% 93% 101% 07/09/ 09 50.4 3% 46% 98% 102% 07/ 10/ 09 49.7
3% 50% 100% 102% 07/11/09 53.1 3% 37% 95% 101% 07/ 12/ 09 57.0 2% 31% 92%
100% 07/ 1340 90196396612% 30% 92% 100% 07/ 14/ 09 56.9 2% 3Q%raiRk%ed 04386407/ 15/ 09
57.1 3% 30% 92% 100% 07/ 16/ 09 57.1 3% 30% 93% 100% 07/ 17/09 56.9 2% 30% 92%
101% 07/ 18/ 09 57.2 2% 30% 92% 101% 07/ 19/09 57.0 2% 30% 92% 101% 07/ 20/ 09
56.9 2% 30% 92% 101% 07/ 21/ 09 57.0 3% 30% 93% 101% 07/ 22/ 09

[0082] The term "deactivated catalyst" refers to a catalyst that has lost enough

catalyst activity to no longer be efficient in a specified process.

{0083] The term "high poison feed stream" refers to a feed stream that typically
contains impurities that deactivate a catalyst in quantities that range from 10 ppb to 100

ppb or more and can typically average from 20 ppb to 40 ppb.

[6084] The term "molecular sieve" refers to a material having a fixed, open-network
structure, usually crystalline, that may be used to separate hydrocarbons or other mixtures
by selective occlusion of one or more of the constituents, or may be used as a catalyst in a

catalytic conversion process.

[0085] The term "recycle" refers to returning an output of a system as input to either
that same system or another system within a process. The output may be recycled to the
system in any manner known to one skilled in the art, for example, by combining the
output with the input stream or by directly feeding the output into the system. In
addition, multiple input streams may be fed to a system in any manner known to one

skilled in the art.

[0086] The term "regenerated catalyst” refers to a catalyst that has regained enough
activity to be efficient in a specified process. Such efficiency is determined by individual

process parameters.

10087] The term "regeneration” refers to a process for renewing catalyst activity
and/or making a catalyst reusable after its activity has reached an unacceptable level.
Examples of such regeneration may include passing steam over a catalyst bed or burning

off carbon residue, for example.

[0088] The term “transalkylation” refers to the transfer of an alkyl group from onec

aromatic molecule to another.

{0089] The term "zeolite" refers to a molecular sicve containing a silicate lattice,

usually in association with some aluminum, boron, gallium, iron, and/or titanium, for

33



57.0 3% 30% 93% 100% 07/ 23/ 09 56.8 3% 30% 93% 101% 07/ 24/ 09 56.7 3% 30% 92%
101% 07/ 25/ 09 56.8 3% 29% 92% 100% 07/ 26/ 09 56.9 3% 29% 92% 101% 07/ 27/ 09
56. 2 3% 30% 93% 101% 07/ 28/ 09 54.4 2% 31% 94% 101% 07/ 29/ 09 56.9 3% 29%
92% 100% @ 32(,086a7- O 2% 28% 92% 100% 07/ 31/ 09 56. 8 eaR0%vSMe7L00%

08/ 01/ 09 57.3 3% 29% 92% 100% 08/ 02/ 09 57.5 2% 28% 91% 100% 08/ 03/ 09 57.5
3% 28% 91% 100% 08/ 04/ 09 57.4 2% 28% 91% 100% 08/ 05/ 09 56.5 2% 28% 91% 101%
08/ 06/ 09 56.9 2% 28% 91% 101% 08/ 07/ 09 57.2 2% 28% 91% 101% 08/ 08/ 09 57. 2

example. In the following discussion and throughout this disclosure, the terms molecular
sieve and zeolite will be used more or less interchangeably. One skilled in the art will
recognize that the teachings relating to zeolites are also applicable to the more general

class of materials called molecular sieves.

[0090] Depending on the context, all references herein to the “invention” may in
some cases refer to certain specific embodiments only. In other cases it may refer to
subject matter recited in one or more, but not necessarily all, of the claims. While the
foregoing is directed to embodiments, versions and examples of the present invention,
which are included to enable a person of ordinary skill in the art to make and use the
inventions when the information in this patent is combined with available information
and technology, the inventions are not limited to only these particular embodiments,
versions and examples. Other and further embodiments, versions and examples of the

invention may be devised without departing from the basic scope thereof.
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2% 28% 91% 100% 08/ 09/ 09 57. 3 3% 28% 90% 100% 08/ 10/ 09 57.1 2% 27% 90% 100%
08/11/09 57.3 2% 26% 90% 100% 08/ 12/ 09 57.4 2% 28% 91% 100% 08/ 13/09 57. 3
3% 31% 93% 101% 08/ 14/ 09 57.2 2% 27% 91% 101% 08/ 15/ 09 57.8 3% 26% 90% 100A
08/ 16/ 09 57.6 2% 26% 90% 100% 08/17/09 57.5 3% 27% 91% 100% 08/ 18/ 09 57.3
3% 26% 90% 100% 08/ 19/ 09 57.4 3% 26% 90% 100% 08/ 20/ 09 57.5 2% 25% 89% 100%
08/ 21/09 56.5 2% 26% 91% 101% 08/ 22/ 09 57.6 3% 26% 90% 101% 08/ 23/ 09 57. 4
2% 26% 91% 101% WO 2010/ 039661PCT/ 11S2809/ 058674 08/ 24/ 09 57.7 3% 25% 90%

101% 08/ 25/ 09 CLAIMS

What is claimed is:

1. A method of producing an alkylaromatic by the alkylation of an aromatic with an alkylating agent,
the method comprising:

providing a preliminary alkylation system containing a preliminary alkylation catalyst, wherein
the preliminary alkylation catalyst is a H-beta zeolite catalyst;

providing an alkylation reactor having at least one reaction zone, wherein the at least one reaction
zone contains an alkylation catalyst, wherein the alkylation reactor is in fluid communication with the
preliminary alkylation system and wherein the alkylation catalyst is a catalyst other than H-beta zeolite;

introducing a feed stream comprising an aromatic and an alkylating agent to the preliminary
alkylation system; and

reacting at least a portion of the aromatic under alkylation conditions in the at least one reaction

zone to produce an alkylaromatic.

2. The method of claim 1, wherein the feed stream further comprises catalyst poisons averaging at

least 5 ppb.

3. The method of claim 1, wherein the feed stream further comprises catalyst poisons averaging at

least 30 ppb.

4, The method of claim 1, wherein the feed stream further comprises catalyst poisons averaging at

least 75 ppb.

5. The method of claim 1, wherein the amount of H-beta catalyst in the preliminary alkylation

system is at least 3,000 pounds.

6. The method of claim 1, wherein the amount of H-beta catalyst in the preliminary alkylation

system is between 3,000 pounds and 50,000 pounds in a first preliminary alkylation system.

7. The method of claim 1, wherein the alkylaromatic production is at least 0.5 million pounds per

day.
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57.6 3% 24% 89% 100% 08/ 26/ 09 57.8 3% 24% 88% 100% 08/ 27/ 09 57.6 2% 24% 88%
100% 08/ 28/ 09 57.7 3% 24% 88% 100% 08/ 29/09 57.9 30/) 23% 88% 100% 08/ 30/ 09
57.7 3% 24% 88% 101% 08/ 31/09 55.0 3% 24% 88% 100% 09/ 01/ 09 57.6 2% 25%
90% 102% 09/ 02/ 09 57.8 3% 23% 88% 101% 09/ 03/09 57.7 3% 23% 88% 101%

09/ 04/ 09 57.4 2% 23% 88% 100% 09/ 05/ 09 57.2 2% 23% 88% 100% 09/ 06/ 09 57.3
2% 23% 88% 100% 09/ 07/09 57.3 2% 23% 87% 100% 09/ 08/ 09 57.4 3% 22% 87% 100%
09/09/09 57.4 3% 22% 86% 100% 09/ 10/ 09 57.3 2% 21% 86% 100% 09/ 11/ 09 57. 4

8. The method of claim 1, wherein the alkylaromatic is ethylbenzene, the aromatic is benzene and the

alkylating agent is ethylene,

9. The method of claim 1, wherein the first preliminary alkylation system has a run time of at least 6

months prior to regeneration.

10. The method of claim 1, wherein the first preliminary alkylation system has a run time of at least

12 months prior to regeneration.

11. The method of claim 1, wherein the first preliminary alkylation system has a run time of at least

18 months prior to regeneration.

12. The method of claim 1, wherein the H-beta zeolite catalyst in the first preliminary alkylation

system can be regenerated in-situ.

13. The method of claim 1, wherein the first preliminary alkylation system can be bypassed for

catalyst regeneration without taking the at least one primary alkylation reactor out of service.

14. The method of claim 1, wherein the at least one reaction zone contains a mixed catalyst that

includes H-beta zeolite catalyst and at least one other catalyst.
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3% 21% 86% 100% 09/ 12/ 09 57.5 3% 21% 86% 100% 09/ 13/09 57.5 3% 21% 85% 100%
[0077] Various terrns are used herein, to the extent a termused in not
defined herein, it should be given the broadest definition persons in the
pertinent art have given that termas reflected in printed publications and
i ssued patents. NonThe term"activity"” refers to the weight of product
produced per weight of the catal yst used in a process per hour of reaction
at a standard set of conditions (e.g., grams product/gram catalyst/hr).

[ 0079] The t el s meihddyf tlainek, ahegreintheardioimatyi avaliogsysp coraiss adexahailysttiat

consi st $,:8aLQk- MetQEeoﬁﬂeQ%lgstQQ&Q?QS&% 8Ra ¢ f'ﬂl@ ¢hydrogen atoms, for exanple a
nmet hyl or ethyl group he term™a ation" refers to the addition
of an al kyl group to another nol ecul e. [0081] The term "conversion" refers

to the percemhagandforbiBRUL, wﬁ&@l\'ﬂ@{etpf‘eqmmal\%k?yg%g‘ Q/@l@lﬁ@&ﬁ&y alr’lﬁg&ngt/al §%ﬁ? 4
[ 0082] The terg%"deafv i vated cat al yst" refers to a catalyst that has | ost
[

enough &5tudrypeigeelt Cﬁﬁy?dmﬁﬁkpﬁﬁaéﬁmbém@¥$lC|ent in a specified process.
[ 0083] The term "hi gh poison feed stream' refers to a feed streamthat
typically contains inpurities that deactivate a catalyst in quantities that
range from 10 ppb to 100 ppb or nore and can typically average from 20 ppb
to 40 ppb. [0084] The tenn "nol ecul ar sieve" refers to a material having a
fi xed, open-network structure, usually crystalline, that may be used to
separate hydrocarbons or other m xtures by sel ective occlusion of one or
nore of the constituents, or may be used as a catalyst in a catalytic
conversion process. 100851The term "recycle" refers to returning an out put
of a systemas input to either that sanme system or another systemw thin a
process. The output nmay be recycled to the systemin any nmanner known to
one skilled in the art, for exanple, by conbining the output with the input
streamor by directly feeding the output into the system In addition,
multiple input streans may be fed to a systemin any nanner known to one
skilled in the art. [0036] The term "regenerated catalyst" refers to a

catal yst that has regai ned enough activity to be efficient in a specified
process. Such efficiency is determ ned by individual process paraneters.

[ 0037] The term "regeneration” refers to a process for renew ng catal yst
activity and/or making a catalyst reusable after its activity has reached
an unacceptabl e | evel. Exanpl es of such regeneration may include passing
steam over a catal yst bed or burning off carbon residue, for exanple.
100881The term "transal kyl ation" refers to the transfer of an al kyl group
fromone aromati c nol ecule to another. [0039] The term"zeolite" refers to a
nmol ecul ar sieve containing a silicate lattice, usually in association with
sone alum num boron, gallium iron, and/or titanium for exanple. In the
foll owi ng di scussion and throughout this disclosure, the terns nol ecul ar
sieve and zeolite will be used nore or |ess interchangeably. One skilled in
the art will recognize that the teachings relating to zeolites are al so
applicable to the nore general class of materials called nol ecul ar sieves.
[ 09901Dependi ng on the context, all references herein to the "invention"
may in sone cases refer to certain specific enbodinents only. In other
cases it may refer to subject matter recited in one or nore, but not

necessarily all, of the clains. Wiile the foregoing is directed to
enbodi ments, versions and exanpl es of the present invention, which are
included to enable a person of ordinary skill in the art to make and use

the inventions when the information in this patent is conbined with
avai l abl e informati on and technol ogy, the inventions are not limted to
only these particular enbodi nments, versions and exanples. Qther and further
enbodi ments, versions and exanpl es of the invention nmay be devised w thout
departing fromthe basic scope thereof. CLAIMS Wiat is clained is: 1. A
nmet hod of producing an al kylaromatic by the al kylation of an aromatic with

an al kyl ati ng agent, the nethod conpri sing: providing a prelimnary
al kylation systemcontaining a prelimnary al kylation catal yst, wherein
the prelimnary al kylation catalyst is a |I-1-beta zeolite catal yst;

provi ding an al kylation reactor having at | east one reaction zone, wherein
the at | east one reaction zone contaifis an al kyl ati on catal yst, wherein the
al kylation reactor is in fluid communication with the prelimnary

al kyl ati on system and wherein the alkylation catalyst is a catal yst other
than H beta zeolite; introducing a feed stream conpri sing an
aromatic and an al kylating agent to the prelimnary al kylation system and
reacting at least a portion of the aromatic under al kylation conditions in
the at | east one reaction zone to produce an al kylaromatic. 2. The nethod



