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j‘;,5 ber‘rznyl 5- met hyl - m di oxane. 5- “Bet 3 &uRrethy | - m di ‘is reacted with
Ay dr! ok’yl‘am ne in ethanol to afford %-bef¥8Yr™ “Het hyl - m di oxane oxinme. The -
oxi r‘rE ijs reduced with-lithirum-al uni nam hydride -in @am.ahy-drof uran to

[err} 4 benzyl. The net hyI#benzyI der| vat| ves are reductl vel y debe%
W t h

'3

I-I\F‘ws Ehlr{\h he%{’nldg]o ﬂggee 3~metnylixmmgsua[ree I“.&thyld%d with m trr‘ggd?j e

formula I xhe xeamon sequence isi

w

provndeg 5-net hyl - [ err]-phenyl - mdi ofdrie/Bc 25 netirdntw® after
-..|sol'ati§»)n by- aci d-base extraction. The amine is redcted with 25 =
“F.or rr‘a[d hyde and formic acid undeg E&fchwel l er-C ar kammpndl tions to provide
;.NN‘S Frrethyl [err]-phenyl -mdi o>!§in met hyl amn F}IS i solated as
“t:he: hydrgochl oride Salt. The secentkw oc}ss for the pwgf' ation of .conmpounds
“of: F‘or nala | wherein 30 [er--r] and .are hydrogen’is described in-
Scherre £l bel ow. ' 0 Scheme.d 1= oxane- 5- net hyl am ne
. prepar atl on. (A) Preparation of di emh«yslmsaverr] am nob%%jr‘ﬁﬁf onates via
_'M chaei }addl tion [err] (B) Pr epar at #%m™6f 1, 3- pr opanetii ol's via reduction 35
ferr]. o ‘35 (C)Rﬁpépal‘atl on of mdlﬂoxﬁhe 5- met hyl ani nes
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SN, N D n’et hyl - a- phenyl - m di oxane- 5- met h 1‘%\*?115 e nrqucr)‘(aitﬁl ori de

2- r(ﬂer r;v Di et hyl ami no) benzyl - 1,:3- propang '-I'm_Jc%czc (0.66 nole), and 300
g 1BT (10.0 nol-e) of par af or mal.dehyde_fer e adde to 1000 m . of
-.acetonitrrle Bor on 15 -trifluoride etherate, 500 1sx§60 g. (3.96
o )i,i:was added dropwise to the 'stirred reaction mx st o nd t hem-t-tke
uxed for two hours. The cool éd reaction lm xture was poutroe‘gdr nto.a
d solution of sodium bicarbonate and CalgplPSdt ed with et har The
f: Xt ract was washed with water, dried over anhydr ous g(g ?lnesr Lgp
SUfif e‘ and evaporate® to anbmict (mre-sr due.C The MydrocHl ori salf _was
p .er‘pa,r ed by treati rg—amettereal—sorution of the oil wth. gaseous hy_drogen
..¢hl. lor.i de The yield a7 9. . 68.68; 6.92 68.79; - 17.10
;'-N N—dr mathyl -[err]- p\h\%%yl‘ m di giza(r?eﬂS net hyl am ne hydr ochl oré de AP about
Jeryliiafiter recrystal hicagion oM met hehdd- etshifl . 6. :
25 Anal ysi s: Cal ¢cd [ C, 699,283, sHo 7. 82 N

T R 28CGound: 42 g’OJ) Sﬁ% ?68N 5. 40 g’;(arrpl e 5.

ati ve preparatigyof N, N+ 44 (oei)hyl ees;] - pesnyl - m di 6%8he- 577 '
hyl:ani ne hydrochl oride 30 (Aé 5- Benzoyl ) drg €. -4 21 Xt Yy 6
3 (0.5 nole) of aaet@phenoriéZ h0P) 150 5801 (52 6;?{'
Idehyde wer e ded to of acetonltrrle Borontrl- .
%j 15990 & 11 fluoride etherate, 213.g..
1 le) was added‘qj @noi se 110-12h1€(0$m)| rred reaction mxture. The m xture
\Teflux t enperat-ui-e—py—the—trmeome-fTarf—of the bor on trrfluorrde

fLm xrlur’e was refl uxed for t wo hours The cooEJedlpi t| o L ot as stirred
Hit oi'alid xture of ice, waterPr ns'a el ( &rlgl’aF Mﬁ%ﬁ’@rﬁg (mprnm) The
5 18 l!” tant nelt_was e gﬁfis%fmgé’ ™ as di Q(Tmﬁxﬁdimﬁndmhsmm

wict h{wat er, * d? |ed ermgne&tnynhs:wmab@taﬁ@ﬂ& g

vacué tidtan oil. The o,r, HrH dloptisel dteadaaddatv ItrethF ARSI T 2 fme 5

ran) L wad' col l'ected to mix @rqj“aﬁ(}ﬂ‘ged gfrogm e %Fé‘ aQeﬁﬁx@ﬁyMlﬂ 6 emﬁnalonate

Char aCt rized by NMVR ef@;oratcﬂcll{';l tl‘i: ¥ £ (a-drm\.thylammwbenzylmalonates twere él?)ty %ulré{;c: 10
grize

NN P et hyl - a- dﬂenw tRaP Bse eﬁ‘s thait meabxlhg%frshgﬁgfgg‘)r fueayere prepared

10 Tilt aru um t etrachl ormamrpnczes?bsarwb specqury d__g‘
iethy

benz¢ne,’ s added drgﬁ“‘%% émg?;raﬁ&%- ) n%@ﬁ?%)rﬁaléha(eo 05’ ol &) of
d1

54 benz,yl -mdr oxgne an dimethylaRIh Z-GIUSro rﬁﬁl nam ne in 200 m . of 15

behzéne ooOI ed | an i dgieth ai-dhmmhwllamgrpf(‘ﬁ—rﬂil‘ e m %{;\ Qg to room -
te‘rrperat tire, the reactdlothylms‘étﬂﬁ ﬁe}g% m% r°63y te about 5 hours The

cool ed rreactr on m xt ur§ % 45 hﬂzwm e s N
= diethyl a-drme;hy'am;no-(l% -hydroxybenzyl)malonate :
diethyl a-dlmethy-ammo-(4-acetoxybenzyl)malonate

. diethyl a-dimethylamino-(4-fl fluorobenzyl)malonate

diethyl a-aziridino)benzylmalonate . N B
diethyl (a-pyrrolrdmo\benzylmalonatc I | ._ -
drcthyl (a-prpcrrdmo)benzylmalonate S - . .

}-xan:ip!e > )b 1-1,3-prepanediols

f 2-(a-substitutedamino)benzyl- i

2-(a- Igr‘:}\)fgﬁtvl?anrﬂ?no)*(‘twvl 1,3-propanediol.- Sodium bls(2~nll}eet[lllzc§;‘§g o
ethoxy)alu'mnur-l “hydride, 450 ml. (1.6 mole), as 2 70 percent solution in ) 20

oled in an ice bath.

dissolved in 200 ml. of dry benzene. The mixture was co !
g?:th;'l (Lr-drme;h}lammo)bcnzylma!o}?atc, l?.cilOg (?3!: Izg?)a;z: gr‘s‘sl%:‘wgs rl;:n3g20'iq:1e
enzene, was added dropwise to the cold reacti .
:)nru?ture was stirred for about 12 hours, allowing the temperature to rise to room .




and . hydi'ogenated at 50.psi with 0.5 g: of" 5 percent pal | adi um onh-carbon f
si x hours. The catalyst was filtered and the filtrate was evaporated in
VACUO to-an oil which was taken up i n-ether.? the ether ‘phase was extracted
wi'th dithute hydrdhloric acid 20~ and. wasﬁééﬁ%ﬂth wat er. _The agueous wask

andy t heaci d extract YekpRrabREDIHReCaction Alx1adthabaGirdd QD Mnblfura BIMRGiaHdNdilute
hydr oxi dé. The basi c. sslhun h)dmmtk;:solmur ”ahxtxedxl'wsttnhlte\taherttact%’dhmletvhéxreﬂex,t'i‘mact

vies washed with water =*harrqxg s dua %igwa nggi Agngsiym gplfate and
e a_pqr abed in vaguo tﬁ.ﬁiﬁﬁ h Og -ml9 of roleu lutt n e'ﬂtrﬁ“‘%& and s
tidat bghwi t h- gaseous hwglmgaﬂorctlnbaéml ath Tad ntoad etm&smw{ekeﬁstﬂdecamdncaﬁe . |

rgcrystatlized f rom mblﬂéma‘he ei%b wmeplad@lti@cypmtdh@h@! g% ightyffive grams 0f2-

ed "CEE LRI R

;‘ H .7.90; N, 5 58 Exanple . 6. 30 E ﬁla t1 on of .

Nr ‘et hyl -[err] - phenyl m di oxane- 5- e E}?/ 30 (A)

on of di benzoyl -l-tartaric acid Sﬁbbmpanddth N- Di net hyI a- phenyl -
«L 5- et hyl am ne, 1106.5 (5.0 nole), Was di ssol ved: i.n 4 liters. of

evappra ed in vacuo to an orl The oi | was t aken up in 200 m. of et hanolW

> . Drbenzoyl-l-tartarrc aci d RpNytrat e, 94089 (25m)le)
SQl ved in 4liters of et hyI -acet at & by—ee m(crhg")z The warmtartaric
aci sol it i on was added 35 - to'the &mne solution and i mediately an
ojili+for r_red Met hanol, 300 ml., Vas . 35 added t o tAmilysist ure and
Cr.

al-kization of the oil .was effected. b-y-wa-r*nﬁ'rg—mﬂ—t-l're—sf-ea-m-ba-t-rr—-'ﬂwe :
: fzatl on was conpl eted by standi ng:ovegpicalbleda The salt wagysgol | ect ed
¥sta||rzed from5 1. of ethyl acetate—w-th~the—H Ai-FrH-arouRt—ef— :
ineeded for solgtion. The s‘éystallsne skt Waqq coll gcted ;and the 40
L4 zat i on vvas.aga.r_n_:_e.p.eat.ed to-yield 548 g

¢ ﬁret hyl - a- phen 5- et hyl am ne d| benzoyl -l-tartaric-acid
imptabout 132- [e%“i‘{n err] éqferr] (¢ =1, ethanol). (B) . ,
‘n@t hyl - a- phenyl4-cmd| oxanel®- net hylsaus;ne $igslr oglesor igsles; 1-9.09N - 5.69
”[err] phenyl - m- dioxane = 5 - ret hyI amine di benzoyl - | -

,':s" éartarl cacid @ lt, 543 g(°‘1) was suspended in distilled water and
Itf@gd:with 45 ammpig,um hydr o Th Si Xt yr xt ragt ed th
"-.The et her - extractl was wasﬁod wth%a/g$er%£|%| e 7§v\2?§éﬁhyd?%us s

rn sul f ate and4efaporat-ed 80 a solid residue. The solid, 210-g., was

t

it ke in ether and tr‘?lat ed VVI{‘H{] gaseous hydrogén chl oride. The salt was

col i gct% and recryst&r"l' yed froffi'50 ‘met'hanol - et hy! "acet ate to yield .
f56,g gf |- N, N-di met msjcmaphenyinm di oxane- 5-. 50 met hyI am ne’

hydrbchl pride, np a

g)_ “fAnal ysrs Cal cd for [err] C, 60. 58; H; 7, 82; N' 5. 43 CI _
?5,) . Preparatlon of N '\I-Drm!:: é:}){-af- heg'l-m-é) Ox84§é S-mchvlam%Sn% N’
55 . hydrochloride

CI 13 67 Simlarl y t he2-(aaDingthytatnicvapnyiH rmnehan gg)ar@diﬁ rhole) N;d\BOO g
@ B‘ dehy 15

di; methyl - [errfs-" (4100 lﬁﬁn hy wer @4 : Boson
cactior mi dth m?f\tsééreﬂux ror:pj(ﬁne m’lEt‘:::S@BoleéﬁeS”eﬁ‘e -

hydr o- chl ori de 60 react
8= rret Hyl am ne hydr Omlxture was B rddhi\tﬁlalsd&raledsolN;dH of scalivmeituy lbonatelt-d exedabrgt -

[’err] %henyl m - Withesee Tl*;asethe M msh arrt%wafp er anl)%f gous :
I 20 magnesium sulfate, and evapor si ¢ sajt was 20
1.1'455 99 rﬁ-d by reatmg an etheﬁl @ﬁ é’ '@ gﬁi&ﬂ ogen
NN- DI n’Et hyl - a- (4- net EM ETHH yield Wik 90 % 20TQEXb-dimethyl--phenyl-m-dioxane-5-methylamine

g ; hydroch!onde, mp about 172°C. after recrystallization from methanol-ethyl
; acetate.

Analysis: Caled. for C;;H,,NO, HCi: C, 60.58: H, 7.82; N, 5.43 25

Found: C, 60.78; H, 8.03; N, 540

' Example 5. I
Alternative preparation of N,N-dimethyl-a-phenyl-m-dioxane-5-
methylamine hydrochloride
(A) 5-Benzoyl-m-dioxane.- Sixty grams (0.5 mole) of acetophenone and 150 8. 30
- (5.0 mole) of paraforr“aldeh)de were added to 500 ml of acetomtn!e Boron trr-




nethykqaim ne mal eate (A) -Di ethyl (4-nethyl benzal)nal onate. - Fol | owi ng t
'met hodof Exanple | 5 one hundred grams (0.83. nole) of p-tol udl dehyde

g. (0.83 nole) of 5 di ethyl mal onate and 5 nl . of pi-peri di nc,

“react. ed in benzene. The yiel d of diethyl (4-nethyl benzal)rral onat e, bp [err
(0.7 :-,. , was 891g. Analysis: Calc. for [el#}59988.68; H, 6.92 Found: C, Il

;6 94.;"-, , 7.08 10  fiyoride eticBhte, Q‘]?tghMl.S mole), was added dropwise to the stirred reaction
' 2t hyl am no- (4- metixtyre b’élwyinx)mlrmhﬁdeteﬂu{:mn{mmm by hig: time one-B4)f Bthlaods

arrpl e 2 twenty f %:ns"' gjg gfw erﬁ |\m39@plaﬁqé|a:1¢)(§lem
-'Q:Of nhydrous di thy £ ﬁﬂow ue% g, atérrgn lli fe d:g %:é%? ’I‘ltlu "la!:: 5
- dll et \h ~a-di met | am-d%ﬁltaﬁt et W At QRAL ﬁc&&eaéb&tﬁb was hed with water,

':z [[eHf]-Di ret hyI ani Ao emtxmb ]nsmf ¢ meubhvacuotblaetoﬂy‘rhead 15

0y ety am o (4 et PN e zgq‘ LU Rideple et i S
_ h@) _ added lm aﬂylaa QJ: -} el r iQe ZhyRbBho:fe.- 10
( Ubi s (2 rret ho eﬁnhmxe)t lomdenlztms hxy 475 (0.825&:1&1& oSS0l mlt oftm:nzdi\e b»emzene _
Y 1005 . of benzen CB" eropyise Hg‘h’h njtrogeriad 8 lei pleS- b

B on' i ure vas e SRR oot R T

-I.-"bx'ebl for 2 igoursabolh® aﬁ t.@élwlas Kltete® alid@ the ﬁ:&%ﬁﬁh’ie 15
~wF th d| ﬁ ute sodiumh emteden syluaite em oil. TIRDoilTWes tpkensupsin\i8P enl.sa memidand

rs. The c66)

T the péngzene | ayer wa t &%‘éaf\%& °é§<‘i‘
WThrarate hyd oo aadtskn%?d T %@"%“@@“ R S o

,iOI| wasiobt ai ned fromdhshhiewmewae P ths aquebhewash iad dﬁ\eeuquebaumeoetermiblms 20

*bagifi th thenmmwek!@ hepn v ect@eed with
e'? ﬁler ' ggt \rMact %n’;mc\g%@ggiﬁr @é‘{aéf o' & nggg‘faﬁqﬁ €gﬁ‘§'fjl fate

| anql iwas evapor at el t@atad r\@iﬂi hls'e usSﬁ en | Waﬁ WRCEJR auded
{ acef2at e- teosystallizadofrom ehefhdholzethyl agétate to yield 30 g. of N,N-dimethyl-a-

et:hy
«fi, [ o o e iﬁ%%fé‘&@%é% A b1

rret hyl - a- (4- net hyl phenyl ) mdl oxane - met hyl am ne rral eat e-

he i h f P16 | '
i gl T
cet orhlru rile, wer e tm h@OQﬁbI&)r wh al.%lv&ﬁme é&ﬁg fCethyl
il ¢t |, on of the spggstats. Mtzm’ -%tanmuxc! llnpn,o dleiend%lﬁ 8gh@. 52n0€{)e) grasdissalied . The
5 0 a
. ﬁ te ¢isalt Was pr e@%ﬂéﬁm&% é qa?f'? ﬁ'ﬁlaﬁ‘% nv%“rf fi agFMﬂ?h Wofogv m d(tg/

“rallgiicy BCi d- | N Rt hyl adae@loRhemblrblbdd ByscdBeh ot tle diat citirealp Fningl )

‘et Ipambl' et hyl acet a&tan ﬁee!i d‘dael cr;ystah foiNwh¢- i tddwlyqam(:&dvetnlvg}t enayn as

\mda @fxéne 5- net hyl an‘? caystafgetisom e L oévtkg]! Acergiap i the mi L amopgt err]
C 61 $é H 7,47 ' for "so uuon T stalline saft was™ collected
il 6 4(;- tlo as again repeated to aﬁxld 548 8. of I-N N-dlmethyl a-phenylom=di-
.;-.61 M- 7. 38; N -S-methylamme dibenzoyR Dtk A i®saft, mpPaBgial 3L B8 @] [arj

. Bi et hyl -[err] - (85 |(e| )-emamlbxane 5- rret hy I am. ne di hydrochl or| d’e (A)

Deth‘yll);B pyridyl) met hy; "P H@gﬁ“ by hlorifle=) . 4
“of 4-pyti di necas boxakelaty dd w5 ,f"?' (‘6;%'5;,’" £h é?:%, el W, 5‘5 °“Z°eq ua nd
5n1 t ‘af.; 45 piperidi FremqQueyTe hw@‘bhdn(élthcfuasxc hﬁxth@uﬁs dxnaaﬂi)w ctheff ‘Itnereﬂene

Wit h" azeotropic di sﬁ&‘f%ﬁg “’a sohg'?:; fra eso!f% a"ﬁﬁ@w 5‘%‘6&&}1&6{1
f .

-‘(.a

jpoured.into water a R;aeev'ﬁés’a‘@mémf ﬁ méreb Haf

L as | washed sucsessi vieétya wéth)'aaétmabedldsﬂdlgum N OB By fllttﬁplﬁﬁ ut-diokena3d 50
= Wat er-, firi ed over a% ﬁ ¢ hyfirochloriderapabol i 29P-s 90 6t leliAnd2. @(capbridb ed./i n
ivacuo The dil resi H.Shich ke @ 0 f yl

) 3- pyrl.dyl)rret hyl ene mal onate L (?er"h](')N?Oﬁ%g @?035:]88 Pgﬁs\%as\('jc a3{’1act erized
_iby-NWR, i (B) _ Di 8 hyl a-di net hyl am no- (-3- p¥pamdy| Emﬂot*%ﬂ ;r i) Grﬁaﬂte N, Fdiil;ow ngﬁs
f'?ltrhe rret hod of Exanpl e-2, fifty grams of di et hyf!
H{i3-pyridyl ) met hyl enem's%&h? @D IRRRe Qﬁmp&jndpt\el@??%)q{egus d' met hyI am ne vere
fr'gact ediin 200 nl. of-¥NIelimithylykel(d- behgpheafl) - b @y} methylamine hydro-
______'[f;err] di met hylgbm no- (S-KPWIMHJ hyI rraLonia\te whj ch was characteri z(ed by

eth) ~-“a - phenyl - m - diocxane - methylamine hy

60
chloride

I - NN - dimethyl - 2 - ethy]l - & phenyl - m - dioxane - 5 - methylamme hydro-
chloride . . L : L )




C) Q-D net hyl am no- (3~ pyri dyI)rret hyl ] -1, 3- propanedi ol - Ni net een gr anpe
rml.e) of lithium alum num hydride was covered by 200 nm" . of %
ahydrofuran (THF). Sixty nine grans (0. 24 nol e) of diethyl '

: ] ~di met hyl arai no- 60 (3 pyridyl)methyl mal onate, dissolved in 300
-of r’y THF,. was_ Se to the hydri4s58rry cooled in an icebath.2
.ThUtl rred reaction mixture was al l.owed t BxaGfplEE7.t O room tenperature

. ,overpl ght IThe m xt ur e WasPdpmm‘qnoﬁeﬁNb)im.bﬂllgl-caeldmlﬁh;tdphemﬂ) matouﬁratSed sodi um-
acetat.gsolution and th ylamine maleate

ads, o7 e AT Tl Tl g s
‘ori- gi hial vol une by ‘eidiiladlonake and 5/ &G Wh p 1p nd}%&eﬂ%ﬁd’t&tﬁdaeﬂﬂe}(& e yYMg:B

'_a0|3 1’; ed with dil ut elidipdi(otthgbincalhwalabaznbp é‘}()f’@a(@t"entn)x\nwahs%g her. "The
:acidild’ Aqueous phase was basiARREH: Wlf’ﬁorcﬁgglﬁh Hdb-gki de. The basic
s X fe was extjgacted V\&)h mbhar chﬁ’rﬁéﬂlyla-.[ﬁﬁo- Qhy éﬁﬁmma@ﬁafe5 Followirdg" #fel Was0
qt’fw th water, drme dsmieExamph yedwents giame ofdiéthy(4-methjibdn@al)malonate and 1@® and -
eyaga;ayn ed to yi el d 4111 dr@s aminmrh aatml iceties tqprovide 22 gref ¢igthyl- 1, 3-

' il

_-,.pr'o_; angdi ol whi ch wad-¢ m 531“]‘1'3 iyl .
« N NDI et hyl - [ efsr]- (Qiuﬂet aa(m "ﬁy& gol&a% e E‘;ie@fé - 15

olll O\M hg t. he met hod wﬁs edhvdtopwise tgeweqdu nﬁs28)fml 0.2 mole) of sodlum bis (2-

~ 2+ ['err] - di met hyl ani 'gg%?y“ﬁ“?”‘" ﬁ“ﬂc‘é"t’} fﬂi/e inze, 5“’5‘”‘) il Rt U L

p ‘af of el dehyde and to cB foeht te &tﬁ:‘e iddQﬁer i@ %rWo@rsr'ﬂﬁCt ed

00:m . of a@det onlcbouedl ecattipnythigtuck voas ecanfpokddevxﬂxrcﬁietebaaem h‘y’drexxsesdolutimas 2

ar: &d by treating Ba tivege SSIZﬂ“EE ~l ‘é@’é

e oot L e R RS R aﬁ”@‘igé‘z,%r -

ami ne di hydr OChIxﬁwdt s bh§ified Q6 t@albﬂae aﬁp Witk akH

(
¢0:5-
tetr
[err

d

n_—-

--; rret hancﬂS— et hy:ltheaga@(aattvgs washed with water, dried over anhyorous magnesmm sulfate and

1- . ﬁWéJ Si Cal c. ted to aremdua&soh& ch as 6ec tallj ‘
48 % 6.79; N, 9%@?&& 16?275 of At 'glrmna 've pr‘é‘f)tg 7570 "’?)Pmpaneg%iﬁ
N -' { mat hyl -[err]-(3-pyri dy\lnalysi& Ca6 for C,;H, NO,: C, 69.92; H, 9.48, N, 6.27

i Found: C, 70.08, H, 9.55, Do 6.05 30 |
Lol ot toran v (SR Rt ey

=0k m10 g. of triox@sop ggmd @gI; S HEDRSM ﬂuele

e néf | uxed o er ni gieated mtBOOnlrrbf bopén uiﬁlh@md;feairemte rExaadtioaskthﬁlspdnechamdnh a
-é_'SoxﬁI et" ext ract r corﬁ‘?“ i ma%m ‘I;%Thg ‘\9@";& A rcp eatinp ghe <90I ed 5
Feat ph mixture vas & mffqol TR T s :
3 basnfl éd W t h anmoni usdiogdme{5ynehitigdntdee fkle té‘,)(rf:;falﬂiu @8t h chl or of or m

~-.chlorfdf«ormextr ct was &mbﬁéd?a(&ﬁohcuﬁhﬁi?’;c‘ﬂ&.eocoﬁ)éﬂ h 3 gne3|um
sl f:a(té and vvas‘aevaporat ed to yield 6 g. bPFheSr¢dl: fﬁ X%Tﬁ It was
p‘)rerqr d to yield 1.0 g.. of N, N-di net hyl - [ Biatmpte(s3-

Py dyl‘) m di oxane- 5- net Hlyb@:nthneo di.N;QimethWFaaﬁm!e@ylmdabaJutS ni@h'ylammafter 30

drachloride
. o ecgstra: lization from 9!'(3 %}lrho}{ll)mat%q l:\ég:malonate One hundred grams (0.935 mole)
30 anpl e 10. 4gr EDaI’o@Q rboxaldehyde, 150 g. (0. 935 mole) of dicthyl malonate and 5 ml. of 45
NN, 2-Tri met hyl -[err] edl J:Wedteﬂm&de"eﬁwmb limadmal. of benzene with azeotromc _
2-([err]-Di et hyl am f 17yml3 ng %@& °6‘3d repctpngy lzmm‘ﬂﬁé nd

jdi ssol'yed in 25 ni. (waz‘;%&g%'gﬁfg i lut ong‘g{igﬁ’ wlt

35 tacet al dehyde and naghkbiufi sulfft a%a;smtdmva [ Die JlrrleMudcw Em&ti yxaae 50
*v\ere added 35 to thésqea’éﬁzi l(ﬁﬂpxmdyi)mefamnqmdomfa(bmﬁ@ Ge(gl%lmmmmhtwsstlr

,@ver ni:ght . The react icB# ,ﬂpu i cl&g%ﬁ& aqg&%@gmggg m‘a qlrg(gﬁigdh%; e '

_The COOi ed M Xture Wast
_;Was extracted Wth emief anhFdreusdimethylemine svete rovsedvia 20ew hr\twayxeld,SGdrqfed 35 .

;igver ‘magnesi um sul f%ﬁ’)hﬁﬂ‘ meghylamino- @%B@ﬂ)&ﬁg’dlrﬁ@“a‘eﬁ’ﬂl'ql’d“’Q‘Sééf“étfé”l“fﬁé

ipolid was recrystallize )EﬂQﬁxh&ﬁﬁE‘:ﬁmB@s Wn@lrlgnetm G- fféngedlglf Nincteen grams
N"N,:Z tti methyl -[errke.p ) | effmiich mmxgxmem dedRaf) pvatiti BP0 B Cof[ @K r] .
AAREL vsiE: | c60for uro an {HH ixgy ni @agns( 24 o ldlcth)l a-dimethylamino-
o '-.-";b Calc ° lt?p dyl)neg.th Ymalsnbzttc, dlSS olved in 300" mlgo:'%lrsyo THF, was added dropwise
& to the hydride slurry cooled in an icebath. The stirred reaction mixture was
allowed to come to room temperature overnight. The mixture was decomposed by
the addition of saturated sodium acetate solution and the volume was

40 ¢

i oyl



Foun g 71.22; H, 8. 92 N, 5 68 45 T )
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