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EEAHDRMFE EHmOBRILIZRD, A NI S
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0, gt EERELLOSETEAICHWSNIED
=&, GCEBMNAMZEMRITR S RN S I 5 HE
ELUTEAMTHNWS NAD = Z EIZH D, ZIUTKHL T,
SFCMHLCIZH GCIZTHRWES (BE) ITXHHREFED
HIE E WD FEZE > TWRNS, Bhd 25N EH2
RTZEMTERMOTEEVND ZENFEITENLD, &
512 1970 F£RICA D, HPLC BEEHICFHEREL, (b4
HEICI8EEMA T LKV RAHBENIERL 2728
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1 F U & IC

129, FIFRFHICEB#ICASZSFCAhAZICENTL
FoZENH B,
UL, 1960 4L, 70 4, 80 FERICX, 5HD

SFCOREMB LIRS EERWIENZINZ, AT
12, oz, EFEHHOIEY —REXZARDIEST
AT,

2 1960 FRDMZR LES
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00 COMMUNICATIONS

Alted cretallintion Seomn. aeetanc-petmiaum sthor (b,
60-70°) the materinl melted 11 A4-HSS%; faln 500
Regy 240 . £¢ 6300} (eprrtod . 225, falo
Am[‘ €Caled, for Cobuth: €, 72.80; H, 830, Found: €,
7136, 1, 8
an.

fom
To u solution of 150 g. (163 mmok.) ol l(‘pkwomw.m:e
in 310 . of cthnol, covted to 4° fn e oo bath, was wided &
eotutian of &.10 g. (204 smmole} of sodiuwn borohydeldo in &
I o wafer. " rsuling vltion, e e (o st
e8>t ) e Then of ghueinl anotie soid wea added.
0 deronpues 1hm excns andinn borohydrids, and the s
#URIng felition was evaporated to dryness. Attampts st
pucionlion of the product by direct seyslalizaion from
s nesona, aetone- pr-lrvlmml Ser (o, B0-
ol Ime seelone, gave

16gbydeoxytetistotone

diacetato (V), mgy. 198-203% & fingt orpulnilisstion from

acslove-yatroom siher (bp. 00-707) gave materisd, m.p.
20-

e aind et wm) wish Lt prepared nbov

. that, wen s i ol as’w«u .

voL, 27

o Jrdutze o 159 g of 108 ydrogptestontcrm da-
\i 020 g, of e b dromson 1 1 . of moter
it g i ey r wibrogen {fuosm tempent-
e 18 s ) vy it coynndizstion romdilute methaacl
6.5 mg, (81 7) of 168-kydranstentosterone, m p. 180-I5LS".
After erviaitisation fruc dihite oratone, thie mmrm, wp.
(5%, groved fo ho identlend in all repects (.
and fufenced npoctra) with thot chtained disciy from the
feancotasion.
768- HW@WAM wum was pwned ldytmhnl
w solution of 168-bdrox o (40 in § ml. of
e with p- |ohmmxrome a4 (0 10g > e T b ine
e et tarsunt whom The
Tieodsch was precininted with Srater and eoyrtallitod feon
ot - {elondy mam, »?1:“‘ 598,

AmL fnlbd for Cattati & 'ﬁ‘l) H, 036, Fouad: G,
7808 W

%

G. B, Seanue anp Co,
2.0, Box 5110
Cuscmo . T

. lsn J. ‘Emm E M, Pinknrd, wnd
9593, F. B, Hooless.
and )1 A I W;hun.l Chm Soe 113.:8“957)

o Communications o tus EDITOR

High Pressuro Gas Chromatography shave
Critical Tewmperaturest

Sire

In studics on the separation of porphyzin mix-
fuwves by conventional gas chromatography, sufi.
siently high vapor pressuces were ruched only at
ed. Eigher
vapor ooncenErMmun at lowsr Lempemtares are
necessary for For Tea-

cluding a devivative of chiorophylt? aro sofuble in
varhon dioxide, ammanis, aufur dioxide, ethanok,
ntd efber fo5 in excess of the thermedynamic ju-
erease in vapor tension. Solubility increases with
presssice and van der Waals' intarnetion in the gas.
Yister the stissolution of polymers was fotwd to bo
comenan.

in our apparatus (see Fig. 1) the gas is contnined
i6 5 pressure veassl and passed under SO0 to 2300
Pt pressure through n apial of copper tubing for

pons fiuids show higher vapor tension under e
gure from insofuhle gases.*~ This ingrease is
tively small. forganic and orgunic solids,™? ine

(1) Porpisetin Studien XX Paper X1X, B, Klespor, &, .
Corutn nnd P. K. Your, Anal. Cuer. 35, 1091 (000 o
Knowledgmont, s made to the donors of (e Petrolpain Re-
seanch Fund adinistored Sy the Aworicon Chemicel Soclety
foxupgost ol he sgare

(2 3. M. Clak, Tuplsin Phial e, Silfame
an il i 1932, wecond e, pp, 8-

) Waits Suesbe n Houten Wy, (g
{mmzﬁg Chamis, Guog Trsems Verleg, Seutbgare, 1059,

Val. 1, Part.

then through the chro-
matographie column which i marde of glass, en-
elosed in 2 pressure tube and easily removable. The
apparatys is monnted in on insulating box lned
with henting foil. A propeller cireulates the gir.
"Thermoutiples are taserted into the cotrange of the
column, in one modification 2 high pressure gauge
gines was gubstitutert for part of the pressurs tube
ulkvwmg visal inspection during runs. After apply-
ing the porphyzins and charging the pressura vessel
the apparatas is hoated above the eritical tempets-
tuse. Then the gas fow is sterted and the pressure
rained o tho desired tevel. The rate of flow 3 deter-
mined 8t smbisnt. gressure with & paeumatic trough

FEORUARY {862
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ConrtcaTIONS 0

of Ni tioporphyrin 11 wes located 8 Jnehes fro the
heginwing of packing se measured from the center
of bond, width of band 3 inches, hand of Ni sess-
porphyrin FX diwethyloster wos Joented 4 inches
from boginuing, width 17/ inchos, Xray pawder
patierns showed the components anchsnged; re.
covery wan nearly quantitativa. The speod of
volopmant, incroasod with prossure ang flow vate.
Monoebiorodiftuoramethane covid he used it piace

¥ig. 1. Tigh promurs ot hromuiograph, achenatl 1
5,5, valres; e of copper Wnhing;

ol e , shromalogeuphiesauna
i 1 of heeting fol; 15,
iy b 4, sl avors tofits ooaton of
thermosouplee. .

sromure vessel; 2 3,
b

To teat the suitability of a gas for chromatog-
raphy, psolation of 1-2 mg. of Nietioporphyrin I or
in TEwoadried d
to the eolumn pucked with 80-80 mesh, untrentnd
gloss Beads. Tn eovernl experiments e
ot 12%,
ob. 98°,

of but was weaker in solvent
aotisn ot the same pressore. A polysebuente (Far-
Bex 370, Harchem Division) could be substitutod
05 polyatllens glyeot,

“The incsense in mobility with inareasing pressute
suggests a4l lower operating temperatures. Ofher
eompounds, including some of higher molecular
weight, will be investigsted.
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2y 3-, anxd 4-Lithiobenzyldimethylnmines.
Griganrd Reagent of 2-Bromubenzyldimethiyl-
amine!

Sir:

fithi; in ether has often hoen used for
Some.?

acthane, 2.8, 28.¢ 9" i b 28°, wnd
sitrogen At 5 maximam pressure of 2000 po.i. and
130-170°, only the firsd two gazes remeved (he por:
phyrins from the cofumm. Fven the et

Tithinm-Datoger and for
‘We have observed that this reagent eonverts both
2-bromobenzyldimethylamine (1) and bevzyldi-

2o effet, from 1000 p.od. Abave 1000 pad with
the first and 1400 p.ai. with the second, vaporize-
tion inereased with incressing gas pressure. Tho
‘porphyring could be recaversd ab the nutlet vave,
“Phe eolumn, 30 inches lorg, wes packed with o
stationary phass of 93%, polyethylenegiye) (Car
was 20 M, Union Carbide) on Chremosorh W,
#0-80 mesh, s inert support. (An expeciment with
Woelta alaming gave 10 movement, showing the
need for the vaund partition affget of gag chromn-
ingraphy.) & mixtare of | mg. Ni etioporphyrin
11 aod 1 Tog. Ni mesoporphyrin IX dimethylester
dissolved in 0.2 ec. o-dichlorobensene was applied
1o plig of glass wool in front of the pecking bat,
ot fn eontact with it, One 1ymcui experiment with

hetarnine {10 hre., room to & Lithio
deyivative, which rexcts with bensaldehyde and
beezophenone o give carbinels II end IH TRRPEC
tively. The yields were good 10 exeelient.

/Bm(,avutl;,h CHNCH . CHNICH),
B Gty e
o [
H " HE

Chat ¥ wnd bensyldimethylamine afforded the
same cashinols was cstablished by eomparisons
of the infrored sprotra of enck carbinol obtained
by the two pracesses and by the mixed meotting

p. 455,
) 'F. X’nlhuu sod B Stretut, 7. phinit, Chem,, 110,

S {19
5 2R, sy and dasos Hogarth, Che, Kews, 41,
316 (E8A0).
(81 1. Vilard. 2. planik. Cho., 23, 273 {1407
) ¥, Centatrapre, &, phyaih, Chio., €6, 427 (190}, (m) D bokish and 3. 0. Gralam, J, Pofyr i, €,
(8) A, Sy 2. Hokrostares , 53 (18057 246 (3900).

EENIROTHICU LR, HEDICES, fHEREmE

ak the outlet.

9 4.3 Dooths nd R. 4. idoel, Chem. Lens, 4, 447

ICBATLDDH ST, HEHRENL, 5547
‘)‘Dﬁ@*)‘—ﬂf“/X?A“Gijf:ﬁf, REAWSH TV
% SFC ¥ A7 LA DFEENZ 9 TIZ 40 FELL BB ATICTE
LT/,

Giddings, Myers, King 513, 1969 £, Gas
Chromatography at Pressures to 2000 Atmospheres” 10 &
WIHRNEFHEL-, FOF T, ultra high-pressure
gas chromatography @& ® BEREWRE#H O —DI%, LC
ER—MEIDEADEE>TNDIETH D, NRIK
13, [AEOEE D 1000 5 TH 54, 1000 &E T,
SR TR ERIC XD ITRAE > TOTRIREF U
EOREEEZLDT, ZOXDREE TS FRIINE
70, EEMIrS RERSTEFIEHT I ENTE
b5, INITKD, FHEREOHFHEFEIED (EH
B HRAZAR M T7T7 4 —EE2TWLHDOTHIELN
STFEEZHNTVWSY, BIEORERRILFETIE, &
EERRARICIRET 5 E VWD DN BB THAD) TEMNT
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1980 AL ¥ 1T Johnston!V = HH K DHe A 512 HVH
WOV, FEIEL TV,

# 51, F£/-, Hildebrand DIAREINT A —F —%
EBERRAICIREE L, He, Ny, COy, NH; 72 E & VY, Fl
2oEW, TU, XTLFTR, XRTVLFF R, R
TOA R, B TIXRVE TIB YN,
T w7 A15 EDRFFER) Z RN,

BEEMs, 5 DOFFE L7 SFC & LC ofi—Iidie

“Dense
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these W Supparted by the U. 8, Anny Resenrch Dfiea (Dur

. 1830 psi ot stert, 166 p s, 24 time when valve oW

to pressnrs voasel was cloned, 51150 co./min. fow /(6 R G Jonow 0 3. Gikoan, Gry. feacions, Vi, 243

rate, 60 min. duration, releass of pressure from 1660 (p . Gitman nad J 3. w.,mow Reactious, VI, 268
p.s.i. ab approximately 300 oo /min,, sepsrated band  (1958).
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Unified Chromatography!® OHHZFS L2 EE X 5,

ITIED, REROKEEILEM OB, T >
EZT7EAVWTWS, 7 EDTIL, EEICER, G5
BRHEDROT, BEHRRINTWS SFC > X7 A TlE
AW ZEFTERN,

IHICRMERDN, J. W. King 13, KEEKEEOD
oeH 720D (BRALEIL University of Arkansas #(%),
S RAREOZRIZENSLIBML TR, &
FNRETMIENTE B L T2 AT (1998 49
H~2002 43 A), EABMIZHEL <D, K<ERR
HaEL Tk, fiickds, 7>EZTOERITIEE
RO BNWEDZETH >, 2006 I HER THIE
I 17z 8th International Symposium on Supercritical
Fluids (5% 8 [A] ISSF) W T &R L, HAERFATAEE
@ Smith Je 4, Z O, W OEBERSIREFIEE &N
TATHBLUDERDSH > M, IR BhOHNTF
o7, 12, King 413, 201245 B> 75>
SAOTHMES NS 10 B @ ISSF O ##E B K%
2,

3 1970 FRDOMR L ES

Jentoft & Gouw 1%, 19704, ESH 70T T ADIA]HE
IRSFC Y AT LEFELEY, Hold, Eh7or S5
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x31
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1=35CIEENET LAY - HA - ROR, 2,10=FH
it 3=EMiZESKIR, 4=TEMZEKMIEIRESR, 5,9,25,28
=NVT, 6=TT7 RS, 1=7FaLl—%, 8=%T
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L0, 14=54t2, 15=lkHEAZ, 16,17,18=iEHEA
RNV, 19=(NR) 1/8 1 >FXEE)6 1>FH>7
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