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The research of recent years on the synthesis of new types of phosphoranes with
P-0 bonds (oxaphosphoranes) is examined. Particular attention is directed to the
problems of the thermodynamic stabilities of oxaphosphoranes and the homolytic
reactions of hydrooxaphosphoranes.

The interest in organophosphorus compounds with a pentacoordinated phosphorus atom is
associated with the solution of problems such as pseudorotation in the trigonal biopyramid,
the structures of the intermediates in the Arbuzov rearrangement, nucleophilic substitution
of tri- and tetracoordinated phosphorus atoms, the ratios of the thermodynamic stabilities
of organophosphorus compounds with different coordinations, etc.

Oxaphosphoranes occupy a special place in the chemistry of phosphoranes because of their
accessibility, their relative stabilities, and the promising character of their use as effec-
tive stabilizers for a number of polymeric materials. In a previously published review [1]
principal attention was directed to the heterolytic reactions of oxaphosphoranes; at the same
time, the volume of information regarding new methods of synthesis of these compounds, the
synthesis of structures with fundamentally new properties, and the homolytic transformations
of hydrospirophosphoranes has increased sharply in the last several years. For example, the
homolytic reactions of hydrospircoxaphosphoranes make it possible to synthesize compounds of
the 1,2,3-dioxaphospholane series that play an important role in biochemical transformations
and, in particular, are encountered as products of the enzymatic hydrolysis of ribonucleic
acids and are also intermediates in the alkaline hydrolysis of lecithins, nephalins, etc. [2]
and find extensive practical application as pest1c1des and additives that impart thermal sta-
bility to polymers, etc. [3-10].

METHODS OF SYNTHESIS

The reaction of the corresponding phosphorus compounds that contain P—Cl and P-N bonds
with OH or NH acids is the traditional method for the synthesis of hydrotetraoxaphosphoranes.
This method continues to be widely used to obtain previously undescribed hydrooxaphosphoranes
and, which is more interesting, to obtain new types of compounds of this class. Thus the
first representatives of tetraoxaphosphoranes I with a phosphorus atom included in an eight-
membered ring were obtained in [11]:

H
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The same reaction proved to be applicable for obtaining bicyclic oxaphosphoranes IT [12,
13], as well as tricyclic oxaphosphoranes [14] of the IV type in the process of the unusual
acidolysis of amidophosphite III:

RPIN(C,H,),]l, +  HC(CH,),NHCH,0H—0 —-& O\ A R
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When trivalent phosphorus chlorides are used as the starting compounds, the reaction
is carried out in the presence of a base and, consequently, may be complicated by the forma-
tion of a phosphorus analog of carbene. In fact, pentamethylphosphorus is formed as a side
product [15, 16]: '
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Because of the greater thermodynamic stabilities of some phosphoranes as compared with
phosphites, phosphite V cannot be isolated at any ratio of the starting reagents [17]:
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Cases of facile cleavage under the influence of glycols. of not only the P—0, P-N, and

P—Cl bonds but also the P—C bond have been found. This process is realized if the substitu-
ent attached to the phosphorus atom has a high negative inductive effect [18]:

~.
" '\P/
cenpcl,  + 2 HO(CH,),0H — ———= |\ .

Phenols and aminophenols are traditionally used as OH and NH acids for the cleavage of
the P-N bonds in amidophosphites [19]. The 1,3,2-benzoxazaphosphole oligomer can be used as
the amidophosphite [20]:
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N NH
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Data indicating that PH-phosphoranes are formed intermediately in nucleophilic substi-
tution reactions at the tricoordinated phosphrous atom with, for example, alcohols have recent-
ly appeared with increasing frequency [21-24]. These intermediates may be formed via 1,1 addi-
tion of the nucleophile at the trivalent phosphorus atom or in one step — through three-center
transition state VII — or in two steps — through ionic intermediate VIII [25]:
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In the case of high electrophilicity of the phosphorus atom and the possibility of effec-
tive delocalization of the negative charge (for example, in benzodioxaphospholanes) nicleo-
philic attack on:the phosphorus atom may precede proton transfer [26]:

o ‘/ LT .0 H
@ k/f » I @/7 = @/Lo)iu_z‘

O Na-H

Intermediates of the IX type were detected by 3'P NMR spectroscopy {26-28]:
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In some cases mercaptans also react similarly to give stable phosphorane X [29].

The reactions with diatomic phenols include several of the steps described above: thus,
for example, an interesting and extremely unusual example of the synthesis of trioxaphos-
phorane XIII has been found [30]; the reaction evidently includes the addition of the phenol
(with respect to one phenol fragment) to the cyclic phosphite with the formation of monocyclic
phosphorane XI; the latter, as expected, exists in tautomeric equilibrium with open form XII,
which is stabilized additionally by coordination of the amino group with the phosphorus atom,
and unusual cyclization with the splitting out of hydrogen then follows; the structure of XIII
was proved reliably by the usual methods; however, considering the unusual character of the
process, data from x-ray diffraction analysis would be extremely useful.
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If the reaction of the oxazaphospholane with pyrocatechol is carried out in the presence
of amines, an ethanolamine residue is replaced by a pyrocatechol residue, and the amine con-
verts the PH-phosphorane to phosphorate XIV:

X+ 2 CHJIOH), — e
5 :

965



Dioxaphosphoranes of a previously unknown type — with two P-H bonds in the molecule — were
obtained by oxidative addition to dialkoxyphosphines [31], as shown below [32]:

HCHy);SCH,0L,PH + HOC(R®),C(R®),NHCH,C(RNR')OH =~ —— o < !

It is known that the stabiliities of oxaphosphoranes increase markedly when two dioxa-
phospholane rings are present in the structure; the monocyclie dioxa- and monooxaphosphoranes
and, subsequently, noncyclic analogs are less stable (for example, see [33]). It is also
known that tricoordinated organophosphorus compounds display biphilic reactivities in reac-
tions with, for example, peroxides, thioperoxides, dithiaperoxides, etc.; as in the above-
examined reactions with alcohols, phenols, and mercaptans, the corresponding heterophosphor-
anes are initially formed. If the heterophosphoranes are stable, these reactions can serve
as convenient methods for their synthesis. Quite stable oxaphosphoranes that are stabilized
by a dioxaphospholane ring are obtained via this method [35, 36]:

CH, CH,
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N CH— TN
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Unsymmetrical cxathiaphosphoranes are stable for a short time at low temperature and are
readily converted to more stable pentaoxaphospheranes [37, 38]:

\ -\ H,CO0H
_ HOCH,COOH _
POR + C,H.SSCHy- - P--(SC,H,), [ l
Ve / I
OR

Q o

Symmetrical pentathiaphosphoranes are stable when electron-acceptor trifluoromethyl groups
are introduced into at least one ring [39, 40]:

Sren < 100 (I
—_ B
[/p scH, + | /'\

S
SC Hy

The tendency for the formation of a P—0 bond rather than a P-S bond can be demonstrated
distinctly in the case of the widely used method for the synthesis of pentaoxaphosphoranes
from thioperoxides [17, 41, 42]:

iy

< j + (CF,),CHOSCH, ~——w [(CF,),CHOl, —F——N + C4HSSSC.H,
- 2( ) \O\>>1—2

The well-known oxidative cycloaddition reaction has been widely used in recent years for
the synthesis of new types of oxaphosphoranes. These processes may take place either in two
steps or synchronously via a diene condensation mechanism (for example, see [39, 43, 44]).

The most diverse compounds of the XV type have been introduced into this reaction as oxidizing
agents [45-58]:

R R
CH,. 5 _CH =
; Sx 7k FNeF N =1
~P: + | —= =P ] ; [ 4+ RCOCOR —-= cu, ©. O cm
” Y R S L
= — SR ;N
v { N P
X SN
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It has been demonstrated that a dioxaphosphorane is an intermediate in the reaction of
triphenylphosphine with diethyl azodicarboxylate in the presence of hydrogen peroxide [59]:

H,0, e
(CeHy):P + XVI -l (CSHS)JP\ + [ C,H,OC(O)NH 1,
o

Tetraoxaphosphoranes of a previously unknown type with two dioxaphospholene rings can
be obtained from cyclic vinyl esters of amidophosphorous acid via the same scheme [60]:

RO
I /‘p—x~:(c2x15)2 + CgH,COCOCH, — ——= I “p I

R lv]
N(C 35)2

These structures were later obtained from an intermediate generated phosphinidene [61]

C H..COCOC.H Cells OO
AP, —m prfr L6 “ \P/ J:
“ /‘\

e
c ;" o

Ar= 2,4,b-tri-tert-butylphenyl

A reaction involving cyclization to spiro structures also proceeds with compounds with a sys-

tem of conjugated 0=C—C=C bonds [62]:

cHy S
C.H
¢H —4/0\ e M cocH=cHcocH, © 7O\ O N —cn,
PN(CH;), | ¢
(o S / 7\ CH,
o cft o
[ CH,

CH,
COC H,

The reaction of phosphites with alcohols in the presence of a hydrogen acceptor essen-

tially models. the reaction with diketones [63]:

° 0 0.
o - CJ.5SC H, o |
. . RN e
/P - L,_j]5 + HO oHl e P
o "Q 0
CsHy
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The oxidation of amidophosphites to tetraoxaphosphoranes [63] or the reaction of dimethyl
acetylenedicarboxylate with trialkyl phosphites [64] can be regarded as formally similar to

it:

p-CsHs Cells0,, 0
SN

|0C C.H.0 | 0
el et N

YT
[ D "o 400
. CH,0,C CO,CH, .
(RO),P + CH,0COC=CCOOCH, . (Ro);:(‘:—{ —

~
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-10% F0E- T———r s et > \r“—‘——— ol
ke ol — - [ /<0R
cr,0,c” Sp7 co,cR cn,0,67 Sp7 “co,cH,
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o

In the case of triketones only two keto groups participate in the reaction [65]:
[¢] COC‘GH5

(CeHg)yP  + CgH,COCOCOCH, (CeHy), ~P I

o CeH,

It is known that compounds of tricoordinated phosphorus are readily oxidized by halo-
gens; in'the case of organophosphorus compounds that contain at least one P—OAlk bond this
is followed by an Arbuzov rearrangement. Phosphoranes XVII which contain a P~O groupand a

halogen atom attached to the phosphorus atom, are, as a rule, unstable and readily dissociate
at the P-Hal bond to give phosphonium salts and then undergo rearrangement [66]:

o . O OR Fo O OR[T o,
AN cl //\\/ R ~ NG \I 0
P—OR —i—wm [\ | Moo == ﬂ\ Woe e k ) P, tRa
4 -100°C Lo /] A N
0 ~""0 | R

An intermediate of the XVII type can be obtained via a different pathway — by oxidative
additive to chlorophosphites [67]:

o cHy 0 0. cH;. .0
N (CH,C0),0 3N S, N\, .0
L p—cl e /l ) | /P e e,
s “OCH,C
o/ 80°C /‘\ CH3A° 2¥ 2

It is known that the Arbuzov rearrangment is not realized for P-alkenylthiophosphoranes;
this is confirmed by the stability of phosphorane XVIII [68]:

@ P—S— c...c(cn,)z g (I - _C(CH3)2

Phosphoranes with an alkoxy group and a chlorine atom can be detected at low temperatures;
in addition, at low temperatures one can carry out their reaction with various nucleophiles
with retention.of the phosphorane structure; in a number of cases this proved to be a prepar-
ative method for the synthesis of new oxaphosphoranes [69-73]:

0 ~__ 0 c | PO
AN L BN | Po(sCN), (Y
| p—ocH, — | [ 3 P0Gl e ) p 0C,H,
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\//\0/ L T G § ~T N CN
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If amidophosphites, in which the nucleophilic center is located at the phosphorus atom,
or the ambident diethyl phosphonite anion acts as the nucleophile, phosphoranes of a new type
with a P-P bond between the 4~ and 5-coordinated phosphorus atoms are formed [74, 751:
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The hydrolysis of chlorotetraoxaphosphoranes can occur without cleavage of the P—0O bonds
when strong electron-acceptor substituents are present at the oxygen atom [76]. The hydroly-
sis proceeds in a neutral or alkaline medium, and the resulting hydroxyphosphoranes are resis-
tant to hydrolysis and are not decomposed even by concentrated sulfuric acid.

Thus one can obtain phosphoranes of a new type with P—OH groups. These' phosphoranes have
an additional reaction center (the OH group); as will be demonstrated below, this gives addi-
tional possibilities for organophosphorus synthesis. Such phosphoranes can also be obtained
by oxidation of PH-phosphoranes with dimethyl sulfoxide at 20°C [77].

CF, CF CF, CF, CF, o Ccr,
[ o I o o, " i o, N
cr,-——‘r/o‘\ ‘4—CF, HOH cp3——+’ . “N—CF, DMSO CF,— N\ .~ “—CF;
3 ! - i P L P | cr
CF,—r. /1N CF CF,—~_ < i\ _.t+—CF; CF . A
3TN | o T T e T 3_?\0 o T
CFy ¢ CF, CFy oy CFs CFy g CcFy

Xix

The production of phosphoranes with an SH group attached to the phosphorus atom is evi-
dently also possible; this is confirmed by the following transformations [78]:
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The formation of hydroxyphosphoranes models the reactions that are used for the synthe-
sis of PH-phosphoranes, such as the following processes [79, 80]:

MgBr. //-\i> { )\,»
. 3 x\\J A\ 4
(et ,) ¢ — C/\ +  POCI; —e .
| N

3~/
/ N
OMgBr

O
0 -(HOOCC 1, ), P(0)OH +  socl, —e Q /\;—/

—/ N eg
Q N l" ~_~ ==
°" og °

Ring-chain tautomerism between isomers with tetra- and pentacoordinated phosphorus atoms
in series of imino compounds was first detected in [81]:

= N=

In this connection the reaction of phosphites with the corresponding azides can be used
to obtain oxazaphosphoranes (the Cadogan reaction) [82, 83]:

(RO),P

+ -———=  (RO),P=NCR,CR,(0H) —= (g p
. 3
N,CR,CR,(OH)

o
o

2=
SR
a

This method for the synthesis of phosphoranes is particularly attractive in that the pro
cess is stereoselective [84]:

Ph

’ ‘

. N

L+ oNgHom —e | Vplp O
Fh xl” “Ph BN N
Ph e B

The introduction of an oxaphospholane ring stabilizes

PV isomer XX, for which the exis-
tence of a valence tautomer with a tricoordinated phosphorus atom has not been detected [85,
86]:

] P [¢]
[} -NJCSH.‘OXI + RO—P

O =y
H OR
XX

Tautomeric equilibrium also cannot be detected for phosphorane XXTI and for its analogs
obtained on the basis of phenylenediamine and aminophenol [39}:

~ 8 PN NN
Y OH),~ 0 M p/ Q
K . - - e i
\L PTENS0lets v Gl LN P\
N [ 0
¢

NHSO,CH,

XX1
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The reaction of mercurated oxa compounds with readily accessible tetraoxahydrospirophos-
phoranes is a preparative method for the synthesis of alkenyloxytetraoxaspirophosphoranes (in
~70% yields):

o o
o o “
SN N Hg(CH,CO0R"), CN e
R_J"_ b _J“R ’ R’K JIN
. O/i\() o' | o
e
H R = H, CHy, CH, OCR =CH,

The reaction with mercurated ketones takes place in the presence of tert-butyl peroxide
and upon UV irradiation; this, in conjunction with other data, makes it possible to assume
that this process takes place through phosphoranyl radicals [87, 88].

Oxaphosphoranes can be synthesized starting from compounds of not only tri- and penta-
coordinated phosphorus but also from tetracoordinated phosphorus; the type of reaction may be
the very same. Thus the general principle of the easy removal of trimethylsilyl halides can
be extended to halophosphoranyl compounds [88-92]:

cH,
l

(CH,),510C(CH,)=C(CH,)OSi(CH,), + CH,OP(O)F, - I % PlDSi(CIi3)3)2
o SFs - CF,
(cHy) 510 \‘&—‘CI‘B P
cH, ——P + (CH,).P(O)C] ——m 5T P(CH.) °
cH, N CF, ve 1 I N 372
[o] L 3 "0
CF, CF, 2

Examples in which phosphoryl compounds undergo complete rearrangement to oxaphosphoranes
[93] or the tautomeric equilibrium is shifted to favor the oxaphosphorane structure [94] are
also known:

| i b
or=lon, - o

P(ONCGH,), [ R(oye ), | \cJu‘l "
(Vi) 15
CH, /0\ o cllg cnjw 0\ /U ; CH,
1314 /L on _— | e !
/ o - A SN LA
cHy o ciu, "0 | o “cH,
CH, o
REACTIVITIES

As we have already mentioned above, the principal factor that determines the stabilities
of pentacoordinated phosphorus compounds is the presence in the phosphorane molecule of a di-
oxaphospholane fragment [94], This was demonstrated convincingly in the case of oxahalophos-
phoranes [95], pentaoxaphosphoranes [94], and phosphoranes that contain P—C, P—S, and P—N bonds
[96-98]. A series of studies by Markovskii and co-workers, in which the stabilizing effect of
a substituent with a bicyclooctane structure on, for example, the pentacoordination state of
the phosphorus atom, have been published in recent years [99, 100].

In the general case an increase in the number of P-0 bonds in the oxaphosphorane structure
stabilizes the compound: this is well illustrated by a rearrangement in which the stabilizing

effect of the five-membered ring becomes less significant as compared with the formation of
a new P—0 bond [63]:

CH

CeH o o /- CH.. O O], s
s N/ Y s N cHay \4/ N\ A2
| P + | P |, ——— XIXa ——
N L . /l\("/(\ . RN
() E‘-C .

P
o | "o-
N(CH,), CSHS

971



Examples of the facile rearrangement of an oxaphosphorane with one P—P bond to an oxa-
phosphorane with a P—N bond are known [74]1:

Oy — m,m

0 [¢] N

[T

(CH,0),P=:NCH,X (C,H,0).P —N—CHI,X

X=H, CH,

When X = NO,, the starting phosphorane is completely stable, since electron-acceptor sub-
stituents stabilize imino oxides of tricoordinated phosphorus compounds.

Numerous examples of tautomeric equilibria between compounds with a phosphorane structure
and phosphoryl and phosphonium, compounds and tricoordinated phosphorus compounds are known;
there are, of course, cases in which the equilibrium is shifted completely to one or the
other side, which is determined by the. character of the substituent attached to the phosphorus
atom and the conditions under which the rearrangement: is carried out. Thus in the example pre-
sented below the structure with a phosphoryl group is energetically more favorable [101]

C H CeH,
5\ ~.
Cot J/ \P/ ~Cells 70--80°C s 5‘[ \P ¢
- - o—c=c—osi(ca
N / - Al (CHs),
H, cH” oo ¢ oHs
us;(cuj)J

The presence of a dioxaphospholane ring in the phosphorane structure is not always a
guarantee of its stability; phosphorane XXII exists in equilibrium with phosphonium structure
XXIII, which is logically explained by the requirements of apicophilicity; the apicophilicity
of the isocyanato group is equal to the apicophilicity of the chlorine atom, and three oxygen
atoms in two rings also tend to occupy an apical orientation [102]:

cH,
cH,—" o\
P-NCO + CH,CH=C(COCH,), —
CH,—~_
R I
cH,
H s cH
¢ Bl
o A _cocu 5 Neo
CH,— 3 P,/ ' e CH,— L+ C—CH,
- [P —
CHy—~_ /I cn ./ \_..C—cocH,
NN “cH, 3 ot el
CH, NCO CH, ;
cH
X o

R' 0C_H,
cel, CH,. ST
» R P \
(C.H,),P=C(R')C=C(R)CO(R?) ™ ,)__R-»
deon coal, C M. ]\___44
27s cH, “R?

The pathways of the decomposition of oxaphosphoranes are also extremely different. If
the structure of the phosphorane permits the ‘formation of a phosphoryl group, the decomposi-
tion proceeds precisely via the following pathway [104-1101]:

R : R, —CR,
R_|_ O = (C,H,0),P=0 + N/
: \P oc.I 200°C o
/ (©Cat)y - R=CF 0
N 3 A
R i\ o L—&  (c,H.0),P° + CF,C=CF,
= < TF i
OC,H,

c
| ——= R,P(0JOCHR, + RHC=CHE

972



cn, CH,

o St o s
. SN—COOR 20°C. 0. - T+-COOR
|CH,),Si01, —P ! e M :
(CH),510; |\ CooR o A—COOR
H : :
CH, CH,

H H 1 H
N 20°C .G ¢ ’\\[/ SIS
4 PC,H - : < ) P L)
A | 2%%s Vs \C,,Hi o ,i‘. /i et
~" 0" ocor - - 040
| o o_j. |0 ‘

N YT et 0 "

’ - : P + .~ + RCHO
AN +. 7 "CH(OH)R o
“To ! 0 o

RCHOH
|0 N 0
ANV g L =<
s - ‘ P\CH * xo/
\O }1 \0/’ ~ - :\0
0 0 0
NN /T hi ~t .0 - <
VARX + "R
“i™o ,'z N [ H
H
o 1 o
N\, _SC,H, ! [ \P/s
/| "8, Hy l ~g OCHs
R -t

The thermodynamic stabilities of phosphoranes sometimes prove to be lower than the stabil
ities of tricoordinated phosphorus compounds. A decomposition process with the formation of
the latter most often proceeds in cases in which the starting phosphorane does not contain
P—0 bonds, i.e., fragmentation with the formation of a phosphoryl group is impossible [111}]:

~ S CF, S

N

| /p/\ I = CH=CH, +  CH;P T

. { s cFy s TeF,
CH

675

In some cases the stabilities of compounds with a pentacoordinated phosphorus atom and
the stabilities of compounds with a phosphorus atom with a different coordination become com-
parable or very close; in these cases an equilibrium is established, as is often observed
for the reactions of phosphonites with dienes. Tautomeric equilibrium has long been known
for hydrospirotetraoxaphosphoranes and the corresponding hydroxyphosphites [112].

The P-H bond in tetraoxaspirophosphoranes is readily metallated with the formation of
anion XXIV. The production of such anions is of fundamental significance for understanding
the little-investigated bimolecular nucleophilic substitution reactions at tricoordinated
phosphorus atom [113-1153}, since anion XXIV has the structure of the proposed intermediate
of these processes:

R,P + Y~ — - { R,P~Y") —®  R,PY + R
o, o S i, CH,
1 0 . v .
CHy~ l--cH, —— = CH, CH, —=
+ R,NLi (NsH,NaNH,) —— I P -
CH, b - b oocn = cH, 1 --CH,
2o o | 3 Yo
CH, cuy CH, CHy
XXIV
CH,
0.
- CH," .
3 P — OC(CH,),(CH,). 0
T CHy ’ -
cH _—
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According to 3'P NMR data, a fast equilibrium is established between anions XXIV and XXV.
Alkylation with methyl iodide and silylation with trimethylchlorosilane take place at the oxy-
gen atom, but the reaction with methyl bromide, ethyl iodide, butyl iodide, and allyl bromide,

as
phosphorane structure.

well as with aromatic aldehydes, proceeds at the phosphorus atom with retention of the

An anion of the XXIV type can be obtained from hydroxyspirophosphoranes (XXVI, for exam-
ple), which react with trifluoromethanesulfonic acid to give a stable spirobicyclic dioxa-

phosphonium triflate; the latter

is reduced by lithium aluminum hydride to the corresponding

conjugate base of the PH-phosphorane [114]:

@
Q;ﬁi

Hydroxydioxaphosphoranes of
hydrogen peroxide in chloroform;
with a tricoordinated phosphorus
scheme presented below [114] and
oxaphosphorane oxide XXVII [115,

CF3SO0H H —’T al //’(
Aost wan, K_ Y oy K

P ICFse i JP LT 3o

THe \\\i L

the XXVI type are not oxidized by oxidizing agents such as
this indicates the absence in these compounds of a tautomer
atom [114]. Hydroxydioxaphosphorane XXVI is formed via the
is also readily metallated wtih the formation of sodium tri-
116]:

CH3>< 3 3 3

77N \ f\\\\ \\0 ,_/r

.s>< CH, L\/, ,0 \\J - 4 NaH f‘-:/ P

K l oy 1.CHMgBr.2.Mg ™ “pl o e Nl e e
- SN <

AN 3.POCL,, 4.H,0 X S = —|
Br L NS W

~ < n

XXVi cu,” cH, XXVI

Anions of the XXVII type can also be further used in organophosphorus synthesis [117]
and serve as models for the investigation of nucleophilic substitution reactions at the tetra-
coordinated phosphorus atom [40].

The synthesis of phosphoranes with P—P bonds between two pentacoordinated phosphorus atoms
was accomplished through phosphoranide anions [118].

Nucleophilic substitution reactions at the pentacoordinated phosphorus atom (alcoholysis,
for example) proceed with retention of the phosphorane structure through octahedral interme-
diates or through a transition state with a hexacoordinated phosphoruus atom. This reaction
is reversible — the liberated alcohol again undergoes re-esterification [119]. Vinyloxy--
spirophosphoranes undergo irreversible alcoholysis under exceptionally mild conditions (30-
40°C, basic or acidic catalysis); this transformation is a preparative method for the synthe-
sis (in quantitative yields) of 5-alkoxytetraoxaspirophosphoranes [120]. Electrophilic addi-
tion to vinyloxyspirophosphoranes proceeds as concerted 1,6 addition with the formation of
the corresponding phosphates [87]:

€1 CH 0 0 cH

. 3 .

o RoH 3o oo

T ; T RO + CH,CHO

o | '
OR

CH, cH.

ocH=ClL, s o,

R= alkyl, allyl, propargyl, R-hydroxyalkyl

CH o o CH, CH o
T N B NN/ YT so,a, ’T \_ .0
2 ] p‘ B P
OCH(CH JCH(CH,, )Hr L /I\ . (HC1) _4. 7 TOCH(CH,)CH(CH,)C!
CH, 0 | O H, 0
) OCH=CH

Radical reactions have been studied to the greatest extent in series of hydrotetraoxa-
spirophosphoranes. Homolysis of the P-H bond in these compounds is possible under the influ-
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ence of light in the absence of specially added sources of radicals; however, photolysis in
the presence of di-tert-butyl peroxide or an alkyl nitrite is usually employed [121]; the
formation of spirophosphoranyl radicals that do not undergo B fragmentation was detected by
EPR spectroscopy. At the same time, it is known that phosphoranyl radical [(CH;),CO0],P,

which contains dioxaphospholane rings, undergoes extremely fast B-cleavage at low temperatures
[122]. However, it was shown in recent years that a B-cleavage process is also realized for
spirophosphoranyl radicals under more severe conditions (in the presence of tert-butyl perox-
ide at 130°C). Thus hydrospirophosphorane XXVIII is isomerized under these conditions to
dioxaphospholane XXIX [123]:

[ CcH .0
CHS\/O.\ /0\/ Hy SN
P 1 —— - i P’
IR A s T CCH(CH,)CH,CH,
cH, 0 | O CH; cHy ©
- H
XXviI Xix

The reaction has general character and is realized for both unsubstituted: and substitut-
ed hydrospirophosphoranes [124, 125], proceeding via a chain mechanism, and the rate of the
process is determined by the number and nature of substituents in the dioxaphospholane rings.

Thus at the present time the chemistry of oxaphosphoranes is no less a vast area .of the
chemistry of organophosphorus compounds than the chemistry of, for example, phosphites. The
high reactivities of oxaphosphoranes are responsible for their extensive use as reagents in
fine organic synthesis and in various. branches of the national economy.
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REACTION OF o,B,a',R'-DIEPOXYKETONES WITH METHANOL IN

THE PRESENCE OF BORON TRIFLUORIDE ETHERATE
UDC 547.812.5'772.3'442.
A. M. Zvonok, N. M. Kuz'menok, 07:541.621:543.422.4
and L. S. Stanishevskii

The reaction of trans-diepoxyketones with methanol in the presence of boron trifluor-
ide etherate leads to tetrahydropyran-4-ones and/or tetrahydrofuran-3-ones. The size
of the heterocycle forming depends on the direction in which the alkylsubstituted. -
epoxide ring opens and is determined by the relative configuration of the chiral cen-
ters of the epoxide rings.

It is known that the reaction of keto-epoxides with alcohols in an acidic medium occurs
ambiguously and, depending on the structure of the substrate, leads to products of alcoholysis
or isomerization [1-4]. Alcoholysis takes place primarily with the B-opening of the hydroxy-
pyrane ring [1-4]. Moreover, we have shown previously that the generation of a- or R-hydroxy-
propionyl groups in the sidechain of a small ring (aziridine or oxirane) leads to intramolecu-
lar cyclization with formation of five or six-membered, oxygen-containing heterocycles [5, 6].
In order to study the stereochemical laws of the heterocyclization of diepoxyketones and the
synthesis of functionally substituted compounds in the tetrahydropyran-i4-one and tetrahydro-
furan-3-one series, we have recently studied the reaction of arylaliphatic diepoxyketones with
methanol in the presence of boron trifluoride etherate.

As objects of study, we chose a,B,a',B'-diepoxyketones Ia,b-IIla,b, IVa, Vb, and VIb,
prepared by the alkaline epoxidation of the B-arylacryloyloxiranes [5]. The a-group compounds
differ from the b-group diastereometers in the relative configuration of the a-carbon atom
of the alkylsubstituted epoxide ring in relation to the chiral centers of the trans-aryl-
substituted ring.*

The reaction of diepoxyketones I-IVa with methanol in the presence of an equimolar amount
of boron trifluoride etherate leads to a mixture of 3-hydroxy-5-methoxy-2-aryltetrahydropyran-

*Comparison of the results obtained with the data in [5, 6] assigns the diastereomers of the
diepoxides and azirinylepoxyketones with the relative configurations RRR(SSS) to the a-group
and the diastereometers with the relative configuration SRR(RSS), to the b-group.
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